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SENOR MINISTRO DE DESARROLLO ECONOMICO
SUPERINTENDENCIA DE INDUSTRIA Y COMERCIQ QERIRETHIA ¥ CETCI0

REF: EXPEDIENTE 008 o0 ]
DISENO Derivados { Tiona ) Aminoquinazolinona
sustituidos o sales de los mismos , compuestos
intermedios de los mismos , y controladores de
plagas y un metodo para utilizacion de los

mMismos .
CLASE AD1N 43/54
SOLICITANTE NIHON NOHYAKU CO., LTD.
TRAMITE 002
EVENTO 001

ACTUACION 487
PETICION DE PRORROGA DE TERMINO
( hasta e 28 de Febrero 2001 )

El suscrito GERMAN ALONSO CUBILLOS MENDOZA , abogado titulado e inscrito , con c.c. No.
19'397.479 de Bogotd , T.P. No. 38.422 del C.S.J. y codificado ante esa Divisién bajo el No.
3667 , obrando en mi calidad de apoderado de la sociedad , NIHON NOHYAKU CO.,LTD. ,
dentro del tdrmino legal y en respuesta a su auto No. 3842 del 30 de noviembre de 2000,
solicito muy comedidamente la prérroga del plazo iniciaimente concedido para completar los
antecedentss de la solicitud de registro de ia referencia , as! como para allegar los documentos
pedidos por ese despacho .

Lo anterior en razén a que por fratarse de documentos que provienen del exiranjero deben ser
legalizados y traducidos oficialmente , labor éste que no pudo ser realizada dentro del plazo
Iniciat .

Invoco lo preceptuado por el articulo 120 la Decision 486 de la Comision del Acuerdo de
Cartagena.

Presento el comprobante oficial de pago por la suma de $50.000.- conforme lo dispone la
Resolucién No. 02 del 4 de Enero del 2000 emanado del Ministerio de Desarrollo Econémico .
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Presento también las copias cerfificadas su conformidad por la Oficina de Patentes del Gobiemo
Japones , quien recibio las solicitudes de las cuales se reivindican pricridad , debidamente
traducidas al espafiol , solicitudes a saber :

PAIS SOLICITUD FECHA
1. Japén  11-312297 2 de noviembre de 1999
2. Japén  2000-094493 30 de marzo de 2000

Sin otro particular me suscribo det Sefior Ministro .

Cordiaimente ,

E A. CUBILLOS MENDOZA
c.c. No. 19°'387.479 de Bogota
T.P.No.38.422 del C.S.J.

Cédigo No. 3667
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OFICINA DE PATENTES

GOBIERNO JAPONES

La presente es para certificar que lo anexado es una
copia fiel de la siguiente solicitud que fue registrada en esta

oficina.

FECHA DE SOLICITUD: 2 de noviembre de 19599
NRO. DE SOLICITUD DE PATENTE 11-312297
SOLICITANTE(S) : NIHON NOHYAKU CO., LTD.

A los 10 dias de noviembre de 2000.
Kouzo OIKAWA
Comisionado

OFICINA DE PATENTES

Certificado No. 2000-3093992
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[Titulo de Documento] Solicitud de Patente
[NGmero de referencial C7798
[Fecha de registro] 2 de noviembre de 1999
[Destinatario] Comisionado de la
Oficina de Patentes
[Clasificacién de patente Internacional] Co7D 235/00
AQ1N 43/40
[Inventor]
[Domicilio] 115-12, Joroku, Sakai-shi, Japén.
[Nombre] Masahiro UEHARA
[Inventor]
[Domicilio] 1-28, Nishinoyamacho, Kawachinagano-
shi, Japé6n.
[Nombre] Masamitsu WATANABE
{Inventor]
[Domicilio] 15-5, Midorigaokaminamimachi,
Kawachinagano-shi, Japén.
[Nombre] Masayuki KIMURA
[Inventor]
[Domicilio] 1-28-305, Nishinoyamacho,
Kawachinagano-shi, Japén.
[Nombre] Masayuki MORIMOTO
[Inventor]
[Domicilio] 5-3, Koyodai-2-chome, Hashimoto-shi,
Japén.
[Nombre} Masanori YOSHIDA
[Solicitante]
[NGmero de ID de solicitante] 0 0 0 2 3 2 6 2 3
[Nombre] NIHON NOHYAKU CO., LTD.
{Agente]
[NGmerc de ID del Agente] 100068618
[Abogado de Patentes]
[Nombre] Norio HANABUSA

[Tel&fono] 03-3291-9721



[Agente]

[Nro. de ID de agente] 100093193

[Abogado de patentes]

[Nombre] Toshio NAKAMURA
[Agente]

[Nro. de ID de agente] 100104145

[Abogado de patentes]

[Nombre] Yoshio MIYAZAKI
[Indicacién de Impuesto] .

[No. de registro de pago previo] 018120

[Importe del Impuestol ¥21.000-

[Lista de Documentos Anexados]
[Titulo del articulo] Descripcibn  ..... 1
{Documento] Resumen  ........ 1

[Prueba: requerida o no] Si
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[Titulo del documento] Descripcibn
[Titulo de la invencién] DERIVADOS (TIONA) AMINOQUINAZOLINONA
SUSTITUIDOS O SALES DE LOS MISMOS,
COMPUESTOS INTERMEDIOS DE LOS MISMOS,
Y CONTROLADORES DE PLAGAS Y UN METODO
PARA UTILIZACION DB LOS MISMOS
[Alcance de reivindicacién para una patente]
[Reivindicacién 1] Un derivado (tiona) aminoquinazolinona
sustituido c¢aracterizado por que estd representado por la
férmmla general (I), o una sal del mismo:

[F6rmula 1] Xn

-Z-Rl

| (L)
N

I
R

en donde R es un &tomo de hidrSgeno; un grupo hidroxilo; un
grupo formilo; grupo alquilo (C,.,;); un grupo halo{(C,)alquilo;
un grupo hidroxi (C,.;) alquilo; un grupo alquenilo (C,,); un (C,.)
grupo alquinilo; un grupo alcoxilo (C,,); un grupo halo (C,.)
alcoxilo; un grupo alcoxi(C, )alquilo(C,,); un grupo alcoxi
(C,s)alcoxi (C, ;) alquilo(C,,) ; un grupo alquiltio(C,); un grupo
halo(C,_j)alquiltio; un grupo alquilsulfinilo (C,,); un grupo
alquilsulfonilo (C,.); un grupo alquiltio (C,,) alquilo (C,.,);

un grupo dialcoxi(C,.;)alquilo(C,,,) en el cual los grupos
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alcoxilos (C,,) pueden ser iguales o diferentes; un grupo alquil
(C,.¢)amino sin sustituir; un grupo alquil(C,)amino sustituido
que posee uno ¢ dos sustituyentes que pueden ser iguales o
diferentes y se selecciona del grupo que consiste de grupo
alquilo (C,,}, grupo halo(C,,)alquilo, grupo alquenilo (C,,) Yy
grupo alquinilo (C,,); un grupo clano(C, )alquilo; un grupo
alquilcarbonilo (C,.); un grupo alcoxicarbonilo (C,,); un grupo
hidroxicarbonil (C,,)alquilo; un grupo alcoxicarbonil
(C,-¢)alquilo(C,.;); un grupo aminocarbonilec sin sustituir; un
grupo aminocarbonilo sustituido que posee uno o dos
sustituyentes que pueden sger iguales o diferentes y se
seleccionan del grupo que consiste de grupo alquilo (C,), grupo
alquenilo (C,} y grupc alquinilo (C,,); un grupo cicloalquil
(C-¢)alquilo(C, ;) ; un grupo fenil(C,,)alquilo sin sustituir; un
grupo fenil (C,;)alquilo sustituido que posee en el anillo 1 a §
sustituyentes que pueden ser iguales o diferentes y se
Beleccionan del grupo que consiste de Atomos de halégeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,.)
alquilo, grupo alcoxilo (C,.), grupo halo(C, )alecoxilo, (C,.)
grupo alquiltio y grupo halo(C,  alquiltio; un grupo
fenilcarbonilo sin sustituir; un grupo fenilcarbonilo sustituido
que posee en el anillo 1 a 5 sustituyentes que pueden ser
iguales o diferentes y se selecciona del grupo que consiste de
dtomos de halégeno, grupo nitro, grupo ciano, grupo alquilo

(C,-¢} » grupo halo(C, ¢)alquilo, grupo alcoxilo (C,,), grupo halo
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(C,.;)alcoxilo, grupo (C,,) alquiltio y grupo halo(C,.,)
alquiltio; un grupo feniltio sin sustituir; un grupo feniltio
sustituido que posee en el anillo 1 a 5 sustituyenﬁes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de &tomos de halbégeno, grupo nitro, grupo ciano, grupo alquilo
(C,¢) , grupo halo(C,_,)alquilo, grupo alcoxilo (C,), grupo halo
(C,.()alcoxilo, grupo alquiltio (C,,) y grupo halo(C, )
alquiltio; un grupo fenilsulfonilo sin sustituilr; un grupo
fenilsulfonilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden 8er iguales o diferentes y se
selecciona del grupo que consiste de dtomos de halfgeno, grupo
nitro, grupo ciano, grupo alquilo (C,,;), grupo halo(C,. )
algquilo, grupo alcoxilo (C,,}, grupo halo(C,)alcoxilo, grupo
alquiltio (C,.) y grupo halo(C,,)alquiltio; un grupo fenil(C, )
alquilsulfonilo sin sustituir; un grupo fenil (C,_,)
alquilsulfonilo sustituido que posee en el anillco 1 a 5
sustituyentes que pueden ser igquales o diferentes y se
seleccionan del grupo que consiste de 4tomos de halégeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,.,)
alquilo, grupo alcoxilo (C,.), grupo halo(C, ,)alcoxilo, grupo
alquiltio {C,.¢) Y grupo halo(C, ()alquiltio; grupo
feniloxicarbonilo sin sustituir; un grupo feniloxicarbonilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ger iguales o diferentes y se selecciona del grupo que consiste

de Atomos de halfgeno, grupo nitro, grupo ciano, grupo alquilo
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(C,¢) . grupo halo(C, ()alquilo, grupo alcoxilo (C,), grupo halo
(C,.¢)alcoxilo, grupo alquiltiec (C,,) Yy grupo halo(C,)
alquiltio; un grupo feniloxi (C,.,) alquilo sin sustituir, un grupo
feniloxi(C, ,)alquilo sustituido que posee en el anillo 1 a §
sustituyentes que pueden s8er iguales o diferentes y se
seleccionan del grupo que consiste de dtomos de halSgeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,.)
alquilo, grupo alcoxilo (C,.), grupo halo(C,)alcoxilo, grupo
alquiltio (C,,) y grupo halo(C, lalquiltio; un grupo fenil
(C,¢)alquenilo sin sustitulr, un grupo fenil(C,,)alquenilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iquales o diferentes y se seleccionan del grupo que consiste
de dtomos de halSgeno, grupo nitro, grupos ciano, grupo alquilo
(C,.«) . grupo halo(C,,)alquilo, grupo alcoxilo (C,,), grupo
halo(C, ()alcoxilo, grupo alquiltioc (C,,), grupo halo(C,.,)
alquiltio y grupo alquilendioxilo (C,,); un grupo fenil(C,,)
alquinilo sin sustituir; un grupo fenil (C, ) alquinilo sustituido
que posee en el anillo 1 a 5 sustituyentes que pueden ser
iguales o diferentes y se seleccionan del grupo que consiste de
dtomos de hal6geno, grupo nitro, grupo ciano, grupo alquilo
(C,.¢} » grupo halo(C, ,)alquilo, grupo alcoxilo (C,.,), grupo halo
(C,.¢)alcoxilo, grupo alquiltio (C,.,), grupo halo(C, ()alquiltio
Y grupo alquilendioxilo (C,,,); un grupo fenil(C,.)alquinil (C,,)
alquilo sin sustituir; un grupo fenil(C,..)alquinil(C,,)alquilo

sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
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ser iguales o diferentes y se seleccionan del grupo que consiste
de Stomos de halégeno, grupo nitro, grupo ciano, grupo alquilo
(C,-¢) » grupo halo(C,.,)alquilo, grupe (C,.,) alcoxilo, grupo halo
(C,¢)alcoxilo, grupo alquiltio (C,,), grupoc halo(C,. }alquiltio
y grupo alquilendioxilo (C,,}; un grupo 1,3-dioxolan-2-il(C,;)
alquilo; o un grupo ftalimido(C,.;) alquilo,

R, es un anillo heterociclico de 5- o 6- miembros que posee
1 a 3 hetercdtomos que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste del dtomo de oxigeno, dtomo
de azufre y 4tomo de nitrbgeno, dicho anillo heterociclico puede
tener 1 a 5 sustituyentes que pueden ser iguales o diferentes
y se seleccionan del grupo que consiste de atomos de haldgeno,
grupo c¢iano, grupo alquilo (C,,), grupo halo(C,)alquilo y grupo
alcoxilo (C,), Yy el &tomo de nitrégeno en el anillo
heterociclico puede formar un grupo N-&xido,

Y es el 4tomo de un oxigeno o un &tomo de azufre,

Z es

-N=C(R,) -
(en donde R, es un &tomo de hidr6geno, un grupo alquilo (C,,) o
un grupo halo{(C, ()alquilo), o
-N(R,} -CH(R,) -

(en donde R, es igual al definido precedentemente, y R, es un
dtomo de hidré6geno, un grupo alquilo (C,.), un grupo formilo, un
grupo alquilcarbonilo (C,.a) o un grupo halo(C,_,)
alquilcarbonilo),
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X puede ser igual o diferente, y es un &tomo de bromo, un
&tomo de iodo; un grupo hidroxilo; un grupo clano; un grupo
algquilo (C,); un grupo halo(C,,,)alquilo; un grupo alquenilo
(C,.¢) ; un grupo halo(C, ) alquenilo; un grupo alquinilo (C,); un
grupo alcoxilo (C,); un grupo halo(C,  alcoxilo; un grupo
alquiltio (C,,); un grupo halo(C,,)alquiltio; un grupo
alquilsulfinilo (C,); un grupo halo(C,¢()alquilsulfinilo; un
grupo alquilsulfonilo (C,,); un grupo halo(C, )alquilsulfonilo;
un grupo halo(C,..)alcoxihalo(C,.()alcoxilo; un grupo carboxilo;
un grupo alcoxicarbonilo (C,¢); un grupo aminocarbonilo sin
sustituir: un grupo aminocarbonilo gustituido que posee uno o
dos sBustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de grupo alquilo (C,.)., grupo
alquenilo (C,,) y grupo alquinilo (C,); un grupo carboxi(C,.)
alquilo; un grupo alcoxicarbonil(C,.)alquilo(C,;); un grupo
aminocarbonil (C, ;) alquilo gin sustituir; un grupo
aminocarbonil (C, ;)alquilo sustituido que posee uno o dos
sustituyentes que pueden ser 1guales o diferentes y se
seleccionan del grupo que coneiste de grupo alquilo (C,.), grupo
alquenilo (C,,) Yy grupo alquinilo (C,,}); un grupo &cido
sulfénico; un grupo aminosulfonilo sin sustituir; un grupo
alcoxigulfeonilo (C,,); un grupo aminosulfonilo sustituido que
posee uno o dos sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de grupo

alquilo (C,;), grupo alquenilo (C,,) y grupo alquinilo (C,.); un
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grupo fenilo sin sustituir; un grupec fenilo sustituido que posee
en el anillo 1 a 5 sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de &tomos de
halégeno, grupo nitro, grupo ciano, grupc alquilo {(C,.), grupo
halo(C, (Jalquilo, grupo alcoxilo (C,,), grupo halo(C,,)
alcoxilo, grupo alquiltio (C,.,}, grupo halo(C, () alquiltio, grupo
alcoxisulfonilo (C,,) y un grupo aminosulfonilo sustituido que
posee uno o dos psustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de grupo
alquilo (C,,), grupo alquenilo (C,.,) y grupo alquinilo (C,,); un
grupo fenil(C,,)alquilo sin sustituir; un grupo £fenil(C,.)
alquilo sustituido que posee en el anillo 1 a 5 sustituyentes
que pueden ser iguales o diferentes y se seleccionan del grupo
que consiste de &tomos de halSgeno, grupo nitro, grupo ciano,
grupo alquilo (C,,), grupo halo{(C,,)alquilo, grupo alcoxilo
(C,.¢), grupo halo(C,)alcoxilo, grupo alquiltio (C,,) y grupo
halo(C, ¢)alquiltio; un grupo feniloxilo sin sustituir; un grupo
feniloxilo sustituido que posee en el anillo 1 a 5 sustituyentes
que pueden ser iguales o diferentes y se seleccionan del grupo
que consiste de &tomos de halSgeno, grupo nitro, grupo ciano,
grupo alquilo (C,,), grupo halo(C,)alquilo, grupo alcoxilo
(C,.¢) . grupo halo(C,,)alcoxilo, grupo alquiltio (C,,} y grupo
halo(C, ¢()alquiltio; un grupo piridiloxilo sin sustituir; o un
grupo piridiloxilo sustituido que posee uno o mas sustituyentes

que pueden ser iguales o diferentes y se seleccionan del grupo
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que consliste de &tomos de halSgeno, grupo nitro, grupo ciano,
grupo alquilo (C,,), grupo halo(C,)alquilo, grupo alcoxilo
(C,.¢), grupo halo(C,)alcoxilo, grupo alquiltio (C,,) y grupo
halo(C, ,)alquiltio; y n es un entero de valor 0 a 4.

[Reivindicacién 2] Un derivado (tiona) aminoquinazolinona
sustituido o una sal del mismo de acuerdo con la reivindicacién
1, caracterizado por que R es un dtomo de hidrSgeno; un grupo
formilo; un grupo alquilo (C,.); un grupo halo(C,. ) alquilo; un
grupo algquenilo (C,); un grupo alquinilo (C,,); un grupo
alcoxilo (C,,); un grupo halo(C, alcoxilo; un grupo (C,,)
alcoxi(C,.,}alquilo; un grupo alcoxi (C,.,)alcoxi (C,.,)alquilo(C,,);
un grupo alquiltio (C;.); un grupo halo(C, () alquiltio; un grupo
alquil{(C,)amino sin sustituir; un grupo alquil(C, ,)amino
sustituido que posee uno o dos sustituyentes que pueden ser
iguales o diferentes y se seleccionan del grupo que consiste de
grupo alquilo (C,), grupo halo(C,  )alquilo, grupo alquenilo
(Ca¢) ¥ grupo alquinilo (C,,); un grupo ciano(C,.)alquilo; un
grupo alquilcarbonilo (C,.); un grupo alcoxicarbonilo (C,.,); un
grupo hidroxicarbonil (C, ,)alquilo; un grupo alcoxicarbonil(C,.,)
alquilo(C,,); un grupo cicloalquil(C,.)alquilo(C,.,); un grupo
fenil(C,,,)alquilo sin sustituir; un grupo fenil(C,,)alquilo
sustituido que que posee en el anillo 1 a 5 sustituyentes que
pueden ser iguales o diferentes y se seleccionan del grupo que
consiste de a&tomos de halfgeno, grupo nitro, grupo ciano, grupo

alquilo (C,,), grupo halo(C,,)alquilo, grupo alcoxilo (C..,).
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grupc halo(C, )alcoxilo, grupc alquiltio (C,,) Yy grupo
halo(C,.()alquiltio ; un grupo fenilcarbonilo sin sustituir; un
grupo fenilcarbonilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de dtomos de halédgeno, grupo
nitro, grupo ciano, grupo alquilo (C,.), grupo halo(C, ;)alquilo,
grupo alcoxilo (C,.), grupo halo(C,)alcoxilo, grupo alquiltio
(C,.s) Y grupos halo(C,)alquiltio; un grupo feniltio sin
sustituir; un grupo feniltio sustituido que posee en el anillo
1 a 5 sustituyentes que pueden sBer iguales o diferentes y se
seleccionan del grupo que consiste de &tomos de halbSgeno, grupo
nitro, grupe ciano, grupo alquilo (C,.), grupo halo(C,.)alquilo,
grupo alcoxilo (C,)}, grupo halo{(C,,)alcoxilo, grupo alquiltio
(C,.¢) Y grupo halo(C,)alquiltic; un grupo fenil (C,)alquenilo
gin sustitulr; un grupo fenil(C,. ) alquenilo sustituido que posee
en el anillo 1 a 5 sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de Stomos de
haldégeno, grupo nitro, grupo ciano, grupo alquilec (C,), grupo
halo(C, ;)Jalquilo, grupo alcoxilo (C,.,), grupo halo(C,,)
alcoxilo, grupo alquiltio (C,.,), grupo halo(C,,)alquiltio y
grupos alquilendioxilo (C,.,); un grupo fenil (C,,)alquinilo sin
sustituir; o un grupo fenilalquinil(C, ,)alquilo (C,.,)
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que ¢ nsiste

de &tomos de ‘halégeno, grupo nitro, grupo ciano, grupos alquilo
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(C,.¢) . grupo halo(C, ()alquilo, grupo alcoxilo (C,,)}, grupo halo
(C,.¢)alecoxilo, grupo alquiltio (C,., grupo halo(C, ¢)alquiltio
y grupos alquilendioxilo (C,,),

R, es un anillo heterociclico de 5- o 6- miembros que posee
1 a 3 heteroitomos que pueden ser iguales o diferentes y se
geleccionan del grupo que consiste del dtomo de oxigeno, dtomo
de azufre y 4tomo de nitrégeno, dicho anillo heterociclico puede
tener 1 a 5 sustituyentes que pueden ser iguales o diferentes
y se seleccionan del grupo que consiste de &tomos de halbgeno,
grupos ciano, grupos alquilo (C,,), grupo halo(C,¢)alquilo y
grupo alcoxilo (C,,), y el &tomo de nitrégeno en el anillo
heterociclico puede formar un grupo N-6xido,

Y es el &tomo de un oxigeno o un 4tomo de azufre,

-NaC(R,) -
(en donde R, es un dtomo de hidrégeno, un grupo alquilo (C,,) o
un grupo halo(C, ,)alquilo), o

-N(R;) -CH(R,) -
(en donde R, es un &tomo de hidrégeno o un grupo alquilo (C,.).
Y R, es un &tomo de hidrb6geno, un grupo alquilo (C,,), grupo
formilo, un grupo alquilcarbonileo (C,,) o un grupo halo(C,.,)
alquilcarbonilo ),

X puede ser igual o diferente, y es un &tomo de bromo; un
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dtomo de iodo; un grupo hidroxilo; un grupo alquilo (C,); un
grupo alquenilo (C,.); un grupo alquinilo (C,.,); un grupo halo
(C,.,)alquilo, un grupo alcoxilo (C,,); un grupo halo(C,,)
alcoxilo; un grupo alquiltio (C,.); un grupo halo(C,.¢)alquiltio;
un grupo alquilsulfinilo (C,,); un grupo halo(C,,)
alquilsulfinilo; un grupo alquilsulfonilo (C,); un grupo halo
(C,s)alquilsulfonilo; un grupo halo(C, () alcoxihalo
(C,.¢)alcoxilo; un grupo carboxilo; un grupo alcoxicarbonilo
(C,.s); un grupo aminocarbonilo sin sustituir; un grupo
aminocarbonilo sustituido que posee uno o dos sustituyentes que
pueden ser iguales o diferentes y se seleccionan del grupo que
consiste de grupos alquilo (C, )}, grupo alquenilo (C,,) Yy grupo
alquinilo (C,.); un grupo fenilo gin sustituir; un grupo fenil
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de &tomos de halégeno, grupo nitro, grupos ciano, grupo alquilo
(C;.¢) » grupo halo(C, ,)alquilo, grupo alcoxilo (C,), grupo halo
(C,.;)alcoxilo, grupos alquiltio (Cy.¢6) Y grupos
halo(C, ) alquiltio; un grupo fenil(C, ,)alquilo gin sustituir; un
grupo fenil (C,.,)alquilo sustituido que posee en el anillo 1 a 5
Bustituyentes que pueden sea iguales o diferentes y se
seleccionan del grupo que consiste en &tomos de halfgeno, grupo
nitro, grupos ciano, grupo alquilo (C,,), grupo halo(C.,)
alquilo, grupo alcoxilo (C,,), grupo halo(C, ,)alcoxilo, grupos
alquiltio (C,) y grupos halo(C, ,)alquiltio; un grupo feniloxilo
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gin sustituir; o un grupo feniloxilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
y se seleccionan del grupo que consiste de dtomos de halbgeno,
grupo nitro, grupos ciano, grupo alquilo (C,.,), grupo halo(C, )
alquilo, grupo alcoxilo (C,.¢), grupo halo(C, ¢ )alcoxilo, grupos
alquiltio (C,,) y grupos halo(C,_,)alquiltic; y n es un entero de
valor 0 a 4.

[Reivindicacién 3) Un derivado (tiona) aminoquinazolinona
sustituido o una sal del mismo de acuerdo con la reivindicacién
2, caracterizado por que R es un dtomo de hidrégeno; un grupo
formilo; un grupo alquilo (C,.,,); un grupo halo(C, ,)alquilo; un
grupo algquenilo (C,,); un grupo alquinilo (C,,); un grupo
alqulltio (C,,); wun grupo halo(C, () alquiltio; un grupo
alquilcarbonilo (C,.); un grupo alcoxicarbonilo (C,); un grupo
alcoxicarbonil (C, ;) alquilo(C,.,); un grupo fenilcarbonilo sin
sustituir; un grupo fenilcarbonilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
y se seleccionan del grupo que consiste de &tomos de halégeno,
grupo nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,.)
alquilo, grupo alcoxilo (C,), grupo halo(C,,)alcoxilo, grupo
alquiltio (C,¢) y grupos halo(C, )alquiltio; un grupo
fenil (C, ;) alquenilo sin sustituir; un grupo fenil (C,,)alquenilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste

de atomos de halégeno, grupo nitro, grupo clano, grupo alquilo
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(C,.¢) ., grupo halo(C,  )alquilo, grupo alcoxilo (C,), grupo halo
(C,¢)alcoxilo, grupo alquiltio (C,), grupos halo (C, ¢ )alquiltio
y grupos alquilendioxilo (C, ;) ; un grupo fenil (C,,)alquinilo sin
sustituir; o un grupo fenil(C,.,)alquinil(C,,)alquilo sustituido
que posee en el anillo 1 a 5 sustituyentes que pueden ser
iguales o diferentes y se seleccionan del grupo que consiste de
dtomos de halSgeno, grupos nitro, grupos c¢iano, grupo alquilo
{C,.s}, grupo halo(C, ,)alquilo, grupo alcoxilo (C,.,)}, grupo halo
(C,..)alcoxilo, grupo alquiltio (C,,), grupo halo(C,,)algquiltio
y grupo alquilendioxilo (C,,), R' es un grupo piridilo,

Y es 4tomo de oxigeno o un &tomo de azufre,

Z es

-N=C(R,) -

{(en donde R, es un &tomo de hidrégeno, un grupo alquilo (C,.) o
un grupo halo(C,.)alquilo), o

-N(R,) -CH(R,) -
(en donde R, es un &tomo de hidrégeno o un grupo alquilo (C,,),
Y R, es un &tomo de hidrSgeno o un grupo alquilo (C,,).

X puede ser igual o diferente, y es un &tomo de bromo; un
&tomo de iodo; un grupo hidroxilo; un grupo alquilo (C,,): un
grupo alquenilo (C,,); un grupo alquinilo (C,,); un grupo
halo(C,_,)alquilo, un grupo alcoxilo (C,.,); un grupo halo(C,.,)
alcoxilo; un grupo halo(C,  )alquiltio; un grupo halo(C,,)
alquilsulfinilo; un grupo halo(C,,)alquilsulfonilo; un grupo
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halo (C, ) alcoxihalo(C, ,)alcoxilo; un grupo carboxilo; un grupo
alcoxicarbonilo (C,.); un grupo aminocarbonilo sin sustituir; un
grupo aminocarbonilo sustituido que posee uno o dos
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de grupo alquile (C, ), grupo
alquenilo (C,) Yy grupo alquinilo (C,,); un grupo fenilo sin
sustituir; un grupo fenilo sustituido que posee en el anillo 1
a 5 sustituyentes que pueden ser iguales o diferentes y Bse
seleccionan del grupo que consiste de Atomos de halbégeno, grupos
nitro, grupos ciano, grupo algquilo (Ci.¢) » grupo
halo(C, ;Jalquilo, grupo alcoxilo (C,,), grupo halo(C,.,)
alcoxilo, grupos alquiltio (C,.) Y grupecs halo(C,.,)alquiltio; un
grupo fenil (C, ,)alquilo Bin sustituir; un grupo
fenil (C,.,)alquilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden pger iguales o© d:l_.ferentes Yy #®e
seleccionan del grupo que consiste de 4tomos de halégeno, grupos
nitro, grupos ciano, grupo alquilo (C,,), grupc halo(C,,)
alquilo, grupo alcoxilo (C,,), grupo halo(C,,)alcoxilo, grupo
alquiltio (C,.¢) y grupo halo(C,.,)alquiltio; un grupo feniloxilo
gin sustituir; o un grupo feniloxilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
Y Be seleccionan del grupo que consiste de A&tomos de haldgeno,
grupos nitro, grupos ciano, grupo alquilo (C,.), grupo halo(C,)
alquilo, grupo alcoxilo (C,.,), grupo halo(C,.,)alcoxilo, grupo
alquiltio (C,.,) y grupo halo(C,,)alquiltio; y n es un entero de
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valor 0 a 4.
[Reivindicacién 4] Un compuesto garacterizado por que estd

representado por la férmula general (II),

[FSrmula 2] Xn

~NH
N 2

N’\ (II)

|
H

en donde, X puede ser igual o diferente y es un dtomo de bromo,
un dtomo de iodo; un grupo hidroxilo; un grupo c¢iano; un grupo
alquilo (C,,)}; un grupo halo(C,)alquilo; un grupo alquenilo
(C,.¢) ; un grupo halo(C, ) alquenilo; un grupo alquinilo (C,); un
grupo alcoxiloe (C,); un grupo halo(C,,)alcoxilo; un grupo
alquiltio (C,,); un grupo halo(C,,)alquiltio; un grupo
algquilsulfinilo (C,,); un grupo halo(C, ,Jalquilsulfinilo; un
grupo alquilsulfonilo (C,,); un grupo halo(C, )alquilsulfonilo;
un grupo halo(C, ,)alcoxihalo(C,  )alcoxilo; un grupo carboxilo;
un grupo alcoxicarbonilo (C,.;); un grupo aminocarbonilo sin
sustituir; un grupo aminocarbonilo sustituido que posee uno o
dos sustituyentes que pueden ser igquales o diferentes y se
seleccionan del grupo que consiste de grupo alquilo (C,), grupo
alquenilo (C,.,) Y grupo alquinilo (C,); un grupo carboxi(C,.,)
alquilo; un grupo alcoxicarbonil (C,,)alquilo(C,;); un grupo

aminocarbonil (C, ;) alquilo gin sustituir; un grupo
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aminocarbonil (C, ;)alquilo sustituido que posee uno o dos
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de grupo alquilo (C,,), grupo
algquenilo (C,,) y grupo alquinilo (C,,):; un grupo de &cido
sulfénico; un (C1-6) grupo alcoxisulfonilo; un grupo sulfonamida
que posee un dtomo de hidrégeno, un grupo alquilo (C,,)}, un
grupo alquenilo (C,.,) o un grupo alquinilo (C,.,) en el adtomo de
nitrégeno; un grupo fenilo sin sustituir; un grupo fenilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y Be seleccionan del grupo que consiste
de dtomos de halégeno, grupo nitro, grupo ciano, grupo alquilo
{C:.¢} . grupo halo(C, ,}alquilo, grupo alcoxilo (C,,), grupo halo
(C,.¢)alcoxilo, grupo alquiltio (C,,) Yy grupo halo(C,,)
alquiltio; un grupo fenil(C, ,)alquilo sin sustituir; un grupo
fenil (C, ,)alquilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y Bse
Beleccionan del grupo que consiste de &tomo halSgeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,.)
alquilo, grupo alcoxilo (C,,), grupo halo(C,,)alcoxilo, grupo
alquiltio (C,) y grupo halo(C, .)alquiltio; un grupo feniloxilo
sin sustituir; un grupo feniloxilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
Y 8e seleccionan del grupo que congiste de &tomos de halbgeno,
grupo nitro, grupo ciano, grupo alquile (C,), grupo halo(C,.,)

alquilo, grupo alcoxilo (C,,), grupo halo(C,,)alcoxilo, grupo
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alquiltio (C,) y grupo halo(C,()alquiltio; wun grupo
piridiloxilo sin sustituir; o un grupo piridiloxilo sustituido
que posee uno o mas sustituyentes gque pueden iguales ©
diferentes y se seleccionan del grupo que consiste de dtomos de
halégeno, grupo nitro, grupo ciano, grupo alquilo (C,,), grupo
halo(C, ()Jalquilo, grupo alcoxilo (C,,), grupo halo(C,,)
alcoxilo, grupo alquiltio (C,,) y grupo halo(C, )alquiltio; n es
un entero de valor 0 a 4; e Y es dtomo de un oxigeno o un dtomo
de azufre.
[Reivindicacién 5] Un controlador de plaga caracterizado por
que comprende como ingrediente activo un derivado (tiona)
aminoquinazolinona sustituido o una sal del mismo de acuerdo con
las reivindicaciones 1 a 3.
[Reivindicacién 6] Un controlador de plagas garacterizado por
que comprende como ingrediente activo un derivado (tiona)
aminoquinazolinona sustituido o una sal del mismo de acuerdo con
las reivindicaciones 1 a 3, y uno o mas compuestos agroquimicos
digtintos.
[Reivindicacién 7] Un método para controlar plagas
caracterizado por que comprende aplicar un controlador de plaga
que comprende como ingrediente activo un derivado (tiona)
aminoquinazolinona sustituido o una sal del mismo de acuerdo con

las reivindicaclones 1 a 3, a los cultivos objetivo o el suelo.
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[Descripcién detallada de la invencién]

[0001]

[Campo técnico al cual pertenece la invencién]

La presente invencién se refiere a derivados (tiona)
aminoquinazolinona sustituidos o sales de los mismos, compuestos
intermedioe de 1los mismos para preparar los mismos,
controladores de plaga y un método para usar los mismos.

[0002]

[Técnica anterior relacionadal

La publicacién de patente Japonesa no examinada,
JP-A8-325239 describe que los derivados de aminoquinazolinona
son (itiles como controladores de plaga.

{0003]

[Problema a ser resuelto por la invencién]

Como consecuencia de investigacitn seriamente dirigida
a encontrar a un novedoso controlador de plaga, los presentes
inventores encontraron que los compuestos de la presente
invenci6én y que poseen sustituyentes en el grupo fenilo que
pertenece al anillo quinazolinona, poseen el mismo o mejor
efecto insecticida en una baja dosificacién en comparacién con
los compuestos de los Ejemplos descriptos en la JP-A-8-325239
mencionada precedentemente. Particularmente los compuestos de
la presente invencién poseen el suficiente efecto insecticida
contra mosca blanca considerada perjudicial en los campos

agricolas y horticolas, por consiguiente 1los presentes
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inventores han realizado la presente invencidn.

El derivado (tiona) aminoquinazolinona sustituido o
sales del mismo representadas por la férmula general (I) y los
compuestos representados por la f6rmula general (II) los cuales
gson compuestos intermedios para preparar los derivados de la
f6rmula general (I) son compuestos novedosos que no se han
conocido en ninguna literatura de la técnica anterior. Ademds,
los controladores de plaga contienen, como ingrediente activo,
el derivado (tiona) aminoquinazolinona sustituido representado
por la f6rmula general (I) o sales del mismo posee el efecto
insecticidal excelente contra los diversos insectos en una baja
dosificacién en comparacién con los controladores de plaga
convencionales.

[0004]

[Medios para resolver el problema)

Los inventores presentes han realizado seriamente una
investigacién en los derivados (tiona) aminoquinazolinona para
desarrollar un nuevo controlador de plaga que posee un extenso
espectro insceticida. Finalmente, los inventores han encontrado
el hecho que los derivados de aminoquinazolinona novedosos que
poseen Atomo de bromo, &tomo de iodo, grupo perfluoroalquilo,
grupo perfluoroalcoxilo o lo similar en el anillo quinazolina
poseen una excelente actividad insecticida como controladores
de plaga.

[0005]
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La presente invencién se refiere a derivados (tiona)

aminoquinazolinona sustituido representados por la £f6rmula

general (I), o sales de los mismos:

"Z-Rl
| l (I)

N Y

|
R

[Férmula 3]
Xxn

[donde R es un dtomo de hidrfgeno; un grupo hidroxilo; un grupo
formilo; grupo alquilo (C,.,,); un grupo halo (C,,) algquilo; un
grupo hidroxi(C, ()Jalquilo; un grupo alquenilo (C,,); un grupo
alquinilo (C,,):; un grupo alcoxilo (C,.,); un grupo halo (C,,)
alcoxilo; un grupo alcoxi(C,.,)alquilo(C,,)}); un grupo alcoxi
(C..¢)alcoxi(C,.,)alquilo(C,,) ; un grupo alquiltio(C, () ; un grupo
halo(C, (Jalquiltlio; un grupo alquilsulfinilo (C,,); un grupo
alquilsulfonilo (C,,); un grupo alquiltio (C,,) alquilo (C,,);
un grupo dialcoxi(C,.,)alquilo(C,,) en el cual los grupos
alcoxilo (C,,) pueden ser iguales o diferentes; un grupo
alquil (C,.;)amino sin sustituir;

[0006]

un grupo alquil{C,.;}amino sustituido que posee uno o
dos sustituyentes que pueden ser iguales o diferentes y se
selecciona del grupo que consiste de grupo alquilo (C,,}., grupo

halo(C, ,)alquilo, (C,,) grupo alquenilo y grupo alquinilo (C,,);
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un grupo ciano(C,¢}alquilo; un grupo alquilcarbonilo (C,,); un
grupo alcoxicarbonilo (C,,); un grupo hidroxicarbonil(C,.
JJalquilo; un grupo alcoxicarbonil (C,¢)alquilo(C,.;); un grupo
aminocarbonilo sin sustituir; un grupo aminocarbonilo sustituido
que posee uno o dos sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de grupo
alquilo (C,,), grupo alquenilo (C,,)} y grupo alquinilo (C,); un
grupo cicloalquil (C,.)alquilo(C,.;); un grupo fenil (C,.;)alquilo
sin sustituir; un grupo fenil(C,,;)alquilo sustituido que posee
en el anillo 1 a 5 sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de &tomos de
hal6geno, grupo nitro, grupo ciano, grupo alquilo (C,.), grupo
halo{(C, ¢)alquilo, grupo alcoxilo (C,,), grupo halo(C, () alcoxilo,
grupo alquiltio (C,.,) y grupo halo(C, )alquiltio; un grupo
fenilcarbonilo sin sustituir; un grupo fenilcarbonilo sustituido
que posee en el anillo 1 a 5 sustituyentes que pueden ser
iguales o diferentes y se seleccionan del grupo que consiste de
dtomos de halégeno, grupo nitro, grupo ciano, grupo alquilo
(C,.¢) . grupo halo(C, () alquilo, grupo alcoxilo (C,,), grupo halo
(C,.¢)Jalcoxilo, grupe (C,,) alquiltio y grupe halo(C,.,)
alquiltio;

[0007]

un grupo feniltio sin sustituir; un grupo feniltio
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden

ser iguales o diferentes y se seleccionan del grupo que consiste
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de 4tomos de halSgeno, grupo nitro, grupo ciano, grupo alquilo
(C,.s) » grupo halo(C, ,)alquilo, grupo alcoxilo (C,,}, grupo halo
(C,.¢)alcoxilo, grupo alquiltio (C,,) ¥y grupo halo{(C,)
alquiltio; un grupc fenilsulfonilo sin sustituir; un grupo
fenilsulfonilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden sger iguales o diferentes y se
selecciona del grupo que consiste de &tomos de halédgeno, grupo
nitro, grupo c¢iano, grupo alquilo (C,,), grupo halo(C,.,)
alquilo, grupo alcoxilo (C,,), grupo halo(C,. )alcoxilo, grupo
alquiltio (C,) y grupo halo(C, )alquiltio; un grupo fenil (C,.)
alguilsulfonilo sin sustituir; un grupo
fenil (C,.()alquilsulfonilo sustituido que posee en el anillo 1 a
5 sustituyentes que pueden ser iguales o diferentes y se
tleleccionan del grupo que consiste de dtomos de halSgeno, grupo
nitro, grupo ciano, grupo alquilo (C, ), grupo halo(C, ,)alquilo,
grupo alcoxilo (C,.,), grupo halo(C, ,)alcoxilo, grupo alquiltio
(C,.) Y grupo halo(C,,)alquiltio; grupo feniloxicarbonilo sin
sustituir;

[0008]

un grupo feniloxicarbonilo sustituido que posee en el
anillo 1 a 5 sustituyentee que pueden ser iguales o diferentes
Y se selecciona del grupo que consiste de &tomos de halégeno,
grupo nitro, grupo ciano, grupo alquilo (C,,), grupo
halo(C, (Jalquilo, grupo alcoxilo (C..¢) s grupo halo
(¢, )alcoxilo, grupo alquiltio (C,,) y grupo halo(C,.)
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alquiltio; un grupo feniloxi (C,.,)alquilo sin sustituir, un grupo
feniloxi(C,;)alquilo sustituido que posee en el anillo 1 a 5
pustituyentes que pueden Ber iguales o diferentes y Bse
seleccionan del grupo que consiste de &tomos de halb6geno, grupo
nitro, grupo clano, grupo alquilo (C,,), grupo halo(C,.,)
alquilo, grupo alcoxilo (C,.), grupo halo(C,)alcoxilo, grupo
alquiltio (C,,) y grupo halo(C, )alquiltio; un grupo fenil
(C,.¢s)alquenilco s8in sustituir, un grupo fenil(C,,)alquenilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que congiste
de itomos de halégeno, grupo nitro, grupos ciano, grupo alquilo
(Ci¢), grupo halo(C, )algquilo, grupo alcoxilo (C,,), grupo
halo(C, ,)alcoxilo, grupo alquiltio (C,), grupo halo(C,.,)
alquiltio y grupo alquilendioxilo (C,.,);

(0009]

un grupo fenil (C,.,) alquinilo sin sustituir; un grupo
fenil (C, ;) alquinilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de &tomos de halégeno, grupo
nitro, grupo ciano, grupo alquilo (C,.s), grupo
halo(C,.()alquilo, grupo alcoxilo (Cys) s grupo halo
(C,.¢)Jalcoxilo, grupo alquiltio (C,,), grupo halo{(C,)alquiltio
Yy grupo alquilendioxilo (C,.;); un grupo fenil(C,.,)alquinil(C,.,)
alquilo sin sustitulr; un grupo fenil(c, ,)alquinil(C,,)alquilo

sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
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ser iguales o diferentes y se seleccionan del grupo que consiste
de 4tomos de halégeno, grupo nitro, grupo ciano, grupo alquilo
(C,-¢)} . grupo halo(C, )alquilo, grupo (C,,) alcoxilo, grupo halo
(C,.¢)alcoxilo, grupo alquiltio (C,,), grupo halo(C,.)alquiltio
y grupo alquilendioxilo (C,,); un grupo 1,3-dioxolan-2-il(C,_;)
alquilo; o un grupo ftalimido(C,_,)alquilo,

[00101]

R, e8 un anillo heterociclico de 5- o 6- miembros que
posee 1 a 3 heterodtomos que pueden ser iguales o diferentes y
se seleccionan del grupo que consiste del &tomo de oxigeno,
dtomo de azufre y dtomo de nitrégeno, dicho anillo heterociclico
puede tener 1 a S sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de &tomos de
halégeno, grupo ciano, grupo alquilo (Cid) s grupo
halo(C,.¢)alquilo y grupo alcoxilo (C,,), Y el &tomo de nitrégeno
en el anillo heterociclico puede formar un grupo N-6xido,

Y es dtomo de oxigeno o un dtomo de azufre,

Z es

-N=C(R,) -

(en donde R, es un &tomo de hidrégeno, un grupo alquilo (C,,) ©
un grupo halo(C,.,)alquilo), o

[0011]

-N(R,) -CH(R,) -

(en donde R, es igual al definido precedentemente, y R, e un

dtomo de hidrégeno, un grupo alquilo (C,,.), un grupo formilo, un
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grupo alquilcarbonilo (C,3) o un grupo halo(C,.
,)alquilcarbonilo),

X puede ser igual o diferente, y es un dtomo de bromo,
un &tomo de iodo; un grupo hidroxilo; un grupo ciano; un grupo
alquilo (C,,); un grupo halo(C,,,)alquilo; un grupo alguenilo
(C,..) ; un grupo halo(C,.,)algquenilo; un grupo alquinilo (C,,); un
grupo alcoxilo (C,); un grupo halo(C,  )alcoxilo; un grupo
alquiltio (C,); un grupo halo(C, )alquiltio; un grupo
alquilsulfinilo (C,,); un grupo halo(C, )alquilsulfinilo; un
grupo alquilsulfonilo (C,,); un grupo halo(C,)alquilsulfonilo;

[0012]

un grupo carboxilo; un grupo alcoxicarbonilo (C,.);
un grupo aminocarbonilo sin sustituir: un grupo aminocarbonilo
sustituido que posee uno o dos sustituyentes que pueden ser
iquales o diferentes y se seleccionan del grupo que consiste de
grupe alquilo (C,,), grupo alquenilo (C,,) y grupo algquinilo
(Ca.¢) ; un grupo carboxi(C,.,) alquilo; un grupo alcoxicarbonil (C,.
¢Jalaquilo(C,.,) ; un grupo aminocarbonil (C,_ ;) alquilo sin sustituir;
un grupo aminocarbonil (C,.,)alquilo sustituido que posee unoc o
dos sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de grupo alquilo (C,,), grupo
alquenilo (C,,) y grupo alquinilo (C,,); un grupo &ster &cido
sulfénico; un grupo aminosulfonilo sin sustituir; un grupo
alcoxisulfonilo (C,,); un grupo aminosulfonilo sustituido que

posee uno o dos sBustituyentes que pueden ser iguales o
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diferentes y se seleccionan del grupo que consiste de grupo
alquilo (C,), grupo alquenilo (C,.) y grupo alquinilo (C,,); un
grupo fenilo sin spustituir; un grupo fenilo sustituido que posee
en el anillo 1 a 5 sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de &dtomos de
halSgeno, grupo nitro, grupo ciano, grupo alquilo (C,)}, grupo
halo(C, () alquilo,

[0013]

grupo alcoxilo (C,), grupo halo(C,,) alcoxilo, grupo
alquiltio (C,.,), grupo halo(C,.¢)alquiltio, grupo alcoxisulfonilo
(C;.¢) Y un grupc aminosulfonilo sustituido que posee uno o dos
sustituyentes que pueden ser iguales o diferentes y Bge
seleccionan del grupo que consiste de grupo alquilo (C,,), grupo
alquenilo (Case) Y grupo alquinilo (Ca.); un grupo
fenil(C,.,)alquilo sin sustituir; un grupo fenil(C,,) alquilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de dtomos de haldgeno, grupo nitro, grupo ciano, grupo alquilo
(C,.¢), grupo halo(C,_,)alquilo, grupo alcoxilo (C,,), grupo
halo(C, ,)alcoxilo, grupo alquiltio {C,-¢) Y grupo
halo(C, ;)alquiltio; un grupo feniloxilo sin sustituir; un grupo
feniloxilo sustituido que posee en el anillo 1 a 5 sustituyentes
que pueden ser iguales o diferentes y se seleccionan del grupo
que consiste de dtomos de halégeno, grupo nitro, grupo ciano,

grupo alquilo (C,,), grupo halo(C,,)alquilo, grupo alcoxilo
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(C,¢), grupo halo(C,,)alcoxilo, grupo alquiltio (C,,} y grupo
halo(C,.Jalquiltio; un grupo piridiloxilo sin sustituir; o un
grupo piridiloxilo sustituido que posee uno o mas sustituyentes
que pueden ser iguales o diferentes y se seleccionan del grupo
que consiste de dtomos de halSgeno, grupo nitro, grupo ciano,
grupo alquilo (C,,), grupo halo(C,  Jalgquilo, grupo alcoxilo
(C.¢) , grupo halo(C, )alcoxilo, grupo alquiltio (C,,) y grupo
halo(C, ()alquiltio; y n es un entero de 0 a 4), controladores de
plaga que contienen el derivado (tiona) aminoquinazolinona
sustituido o sal del mismo como el ingrediente activo, y un
método para utilizar los controladores de plaga.

[0014]

La presente invencién también se refiere a compuestos
intermedios para producir los derivados mencionados
precedentemente, representados por la f6rmula general (II):

[F6rmula 41} Xn

~NH
N 2

’1\1 (II)

I
H

[en donde, X puede ser igual o diferente y es un &tomo de bromo,
un dtomo de iodo; un grupo hidroxilo; un grupo ciano; un grupo
alquilo (C,,); un grupo halo(C,,)alquilo; un grupo alquenilo

(C,.¢) ; un grupo halo(C, () alquenilo; un grupo alquinilo (C,.); un
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grupo alcoxilo (C,,); un grupo halo(C;¢)alcoxilo; un grupo
alquiltio (C,,}; un grupo halo(C,)alquiltio; un grupo
alquilsulfinilo (C,); un grupo halo(C,.,)alquilsulfinilo; un
grupo alquilsulfonilo (C,,); un grupo halo(C, ,)alquilsulfonilo;

[0015]

grupo carboxilo; un grupo alcoxicarbonilo (C,,); un
grupo aminocarbonilo sin sustituir; un grupo aminocarbonilo
sugtituido que posee uno o dos sustituyentes que pueden ser
iguales o diferentes y se seleccionan del grupo que consiste de

grupo alquileo (C,,), grupo alquenilo (C,.,) y grupo alquinilo

{0 ¥ un grupo carboxi (C, ) alquilo; un grupo
alcoxicarbonil(C, ()alquilo {(C,.3); un grupo
aminocarbonil (C, ,)alquilo sin pustituir; un grupo

aminocarbonil (C,.,) alquilo sustituido que posee uno o dos
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de grupo alquilo (C,.), grupo
alquenilo (C,) y grupo alquinilo (C,,): un grupc éster &cido
sulfénico; un grupo alcoxisulfonilo (C,,); un grupo sulfonamida
que posee un grupo alquilo (C,,}, un grupo alquenilo (C,,} o un
grupo alquinilo (C,,;) en el &tomo de nitrégeno; un grupo fenilo
8in sustituir; un grupo fenilo sustituido que posee en el anillo
1 a 5 sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de &tomos de halégeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,..)alquilo,

grupo alcoxilo (C,,), grupo halo (C, (}alcoxilo, grupo alquiltio
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(C,.s) Y grupo halo(C,.,)alquiltio;

[0016]

un grupo fenil(C,,)alquilo sin sustituir; un grupo
fenil(C,.,)alquilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de &tomo halbSgeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,.)
alquilo, grupo alcoxilo (C,,), grupo halo(C,)alcoxilo, grupo
alquiltio (C,.,) y grupo halo(C,  )alquiltio; un grupo feniloxilo
sin sustituir; un grupo feniloxilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
Yy 8e seleccionan del grupc que consiste de &tomos de halégeno,
grupo nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,.)
alquilo, grupo alcoxilo (C,), grupo halo(C,)alcoxilo, grupo
alquiltio (C,.,) y grupo halo(C,..)alquiltio; n es un entero de 0
a 4; e Y es 4tomo de oxigeno o un Atomo de azufre].

{o017]

[Modalidad para realizar la invencién]

En las definiciones de cada uno de los sustituyentes
de los derivados (tiona) aminoquinazolinona sustituidos de la
férmula general (I) de la presente invencién, el "&stomo Qde
halSgeno" significa un &tomo de cloro, un &tomo de bromo, un
4tomo de iodo o un &tomo de fldor. El término *(C,.,,)" significa
1 a 12 Stomos de carbono. El término "grupe alquilo (C,.,,)}"

significa un grupo alquilo lineal o ramificado de 1 a 12 &tomos
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de carbono, por ejemplo un grupo alquilo tal como metilo, etilo,
n-propilo, i-propilo, n-butilo, i-butilo, s-butilo, n-pentilo,
n-hexilo, n-heptilo, n-octilo, n-nonilo, n-decilo, n-undecilo,
n-dodecilo y lo similar. El término "grupo halo(C,.,,)alquilo”
significa un grupo alquilo sustituido y lineal o ramificado de
1 a 10 &tomos de carbono que posee, como sustituyente(s), uno
o mas dtomos de halSgeno que pueden ser iguales o diferentes,
por ejemplo grupo trifluorometilo, grupo pentafluoroetilo, grupo
heptafluoropropilo y lo similar. El término "grupo alquenilo
(C,6) " significa un grupo alquenilo lineal o ramificado de 2 a
6 &4tomos de carbono que posee uno o mis enlaces dobles. El
término "grupc halo(C, ) alquenilo” gignifica un grupo alquenilo
sustituido lineal o ramificado de 2 a 6 4tomos de carbono que
posee, como sustituyente(s), uno o mids &tomoe de haldéeno que
pueden ser iguales o diferentes. El término "grupo alquinilo
(C,.¢) " Bignifica un grupo alquinilo lineal o ramificado de 2 a
6 &tomos de carbono que posee uno o mids enlaces triples.

[0018]

El término "grupo halo(C, ,)alquinilo®" significa un
grupo alquinilo sustituido lineal o ramificado de 2 a 6 carbono
dtomos que posee, como sustituyente(s), uno o mis &tomos de
haldgeno que pueden ser iguales o diferentes. El término "anillo
heterociclico de 5- o 6- miembros que posee 1 o mis heteroitomos
que pueden ser iguales o diferentes y se seleccionan del grupo

que consiste de &tomo de oxigeno, &tomo de azufre y &tomo de
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nitrégeno™ significa cualquier anillo heterociclico de 5 o 6
miembros por ejemplo, furano, tiofeno, pirrol, oxazol, tlazol,
pirazol, imidazol, 1,2,3-tiadiazol, 1,2,4-tiadiazol, 1,2,5-
tiadiazol, 1,3,4-tiadiazol, 1,2,4-triazol, piridina, piridazina,
pirimidina, pirazina, pirrolidina, piperidina, morpholina,
tiomorfolina, ditliolano, ditian, piperazina, dioxolan,
imidazolidina, tetrahidrofurano y lo similar.

[0019]

Los sustituyentes del derivado (tiona)
aminoquinazolinona sustituido representados por la f6rmula
general (I) estin preferentemente de acuerdo con lo siguiente:
R es un &tomo de hidrfgeno, un grupo formilo, un grupo alquilo
(C,-¢) » un grupo alquenilo (C,.), un grupo algquinilo (C,), un
grupo alquilcarbonilo (C,.), un grupo alcoxicarbonilo (C,.,), un
grupo alquiltio (C,), un grupo halo(C,)alquiltio, un grupo
fenilcarbonilo, un grupo fenilcarbonilo sustituido, un grupo
fenil (C,.,)alquilo sustituido, un grupo fenil(C,.)alquenilo
sustituido o un grupo fenil(C,,)alquinilo sustituido; R, es un
grupo piridilo, particularmente grupo 3-piridilo; Y es &tomo de
oxigeno o un dtomo de azufre; Z es un grupo de la f6rmula,

-N(R;) -CH(R,) ~
(en donde R, y R, son cada uno un dtomo de hidrégeno o un grupo
alquilo (C,,)); X es un dtomo de bromo, un &tomo de iodo, un
grupo halo(C, )alquilo, un grupo halo(C,¢)alcoxilo, un grupo

halo(C,_¢)alquiltio, un grupo halo(C,¢)alquilsulfinilo, un grupo
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halo(C, ()alquilsulfonilo o un grupo fenilo); y n puede ser
preferentemente un entero de valor 0 a 2.

Como la sal del derivativo (tiona) aminoquinazolinona
sustituido de la f6rmula (I), pueden ejemplificarse sales con
&cidos minerales tales como &dcido nitrico, &dcido sulfiirico,
dcido clorhidrico, etc., y sales con Atomos de metal alcalino
como sodio, potasio, etc.

[0020]

El compuesto de la f6rmula (II), un compuesto
intermedio wutilizado para producir el derivado (tiona)
aminoquinazolinona sustituido de la férmula (I) puede ser

producido por cualquiera de los procedimientos siguientes.

Tl
[F6rmula 5;‘]
n
CHz-Hal xn
HzNNH: Hzo @‘ N_NHz
HCOOR, - X )\,o
H H
(III} (II-1)

en donde X y n son iguales a los definidos precedentemente, R*
es un grupo alquilo (C,,), y Hal es un &tomo de halégeno.
[0021]
Un compuesto de la f6rmula general (II-1) puede ser
producido haciendo reaccionar un compuesto de la f6rmula general

anterior (III) con hidrato de hidrazina en la presencia de un
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solvente inerte.

Como el solvente inerte utilizable en esta reaccién,
puede usarse cualquier solvente inerte en tanto no inhiba el
progreso de la reacclén notablemente. Pueden ejemplificarse
alcoholes tales como metanol, etanol, propancl, butanol, etc.;
los hidrocarburos halogenados tales como diclorometano,
cloroformo, tetracloruro de carbono, etc.; los hidrocarburos
aromiAticos tales como benceno, tolueno, xileno, monoclorobenceno
etc.; nitrilos tales como acetonitrilo, benzonitrilo, etec.;
cellosolve tal como cellosolve de metilo, etc.; los &teres tales
como dietil éter, diglima, dioxano, tetrahidrofurano, etc.; las
amidas tales como dimetilformamida, dimetilacetamida,
1,3-dimetil-2-imidazolidinona, 1l-metil-2-pirrolidona, etc.; el
dimetil sulfoxido; sulfolano: y agua. Estos solventes inertes
pueden usarse individualmente o como una mezcla de los mismos.

[0032]

La temperatura de 1la reaccién puede escogerse
propiamente en el rango de temperatura ambiente al punto de
ebullici6n del solvente inerte usado, y preferentemente varia
desde temperatura ambiente a 90°C.

Debido a que la reaccién es una reaccién equimolar,
es suficlente que el compuesto de la f6xrmula general (III) y el
hidrato de hidrazina se usen en cantidades equimolares, aunque
cualquiera de estos reactivos puede usarse en exceso. Es

preferible usar hidrato de hidrazina en exceso.
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Aunque el tiempo de reaccién depende de la escala de
la reaccién, la temperatura de la reaccifén, etc., que varia
desde varios minutos a 48 horas.

Después de la realizacidn de la reaccifén, el compuesto
deseado es aislado de la mezcla de reaccién que contiene el
compuesto deseado por medio de un método convencional, y 8i es
necesario, es purificado por recristalizacién, cromatografia en
columna seca, etc., por medio de lo cual el compuesto deseado
puede producirse.

El compuesto de la férmula general anterior (III)
puede producirse segiin "Collect. Czech. Chem. Commn." (Vol. 55),
752 (1990).

[0023]
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[F6rmula 6]

i

H 2NNHC°R‘ Xn

‘o i
iICHO (VII) a CH=N-NH-COR, Reduccidn

NO, H* NO,
{VIII) (VI)
XN CH ? Cicli 10 A ?
- c
e s e
N
NHz I Y
(v) H
(IV)
Xn
Hidrdlisis mnnz
| Y
H (II)

en donde R,, X, Y y n son iguales a los definidos
precedentemente.

[0024]
2-1. PSrmula general (VIII) =® f6rmula general (VI)

Un compuesto de la f6rmula general (VI) puede ser
producido haciendo reaccionar un compuesto de la f6rmula general
(VIII) con un compuesto de la f6rmula general (VII) en la

presencia de un solvente inerte y un catalizador.
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Como el solvente inerte utilizable en esta reaccifn,
pueden usarse, por ejemplo, los solventes inertes ejemplificados
en el procedimiento de produccién 1. Estos solventes inertes
pueden usarse individualmente o como una mezcla de los mismos.

Como el catalizador, pueden usarse dcidos inorgédnicos
{por ej. acido clorhidrico y &cido sulfirico), &cido acético,
dcido tolunesulfénico, etc. La cantidad del catalizador usada
puede ser tal que el catalizador est& presente en el sistema de
reaccién en una cantidad de 0,001 % en peso a 10 ¥ en peso
basado en el peso del compuesto de la fSrmula general (VIII).

[0025]

Debido a que la reaccifn es una reaccidén equimolar,
es suficiente que el compuestc de la férmula general (VIII) y
el compuesto de la f6rmula general (VII) se usen en cantidades
equimolares, aunque cualquiera de estos reactivos puede usarse
en exceso.

La temperatura de la reaccifn puede escogerse
apropiadamente dentro del rango de temperatura ambiente al punto
de ebullici6n del solvente inerte usado, y preferentemente varia
desde la temperatura ambiente hasta 90°C.

Aunque el tiempo de reaccién varfia dependiendo de la
escala de la reaccién, la temperatura de la reaccifn, etc., que
va de varios minutos a 48 horas.

Después de la finalizacifén de la reaccién, la mezcla

de la reacci6n que contiene el compuesto deseado se trata de la
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misma manera como en el procedimiento de produccién 1, con lo
cual puede producirse el compuesto deseado.

El compuesto de la férmula general (VIII) puede ser
uno que es comercialmente disponible o puede ser producido por
nitracién de un benzaldehido sustituido. Ademis, el compuesto
de la f6rmula (VIII) puede producirse segin el método descripto
en "Journal of Chemical Society®", 1927, pdg. 2375-2378.

[0026]

2-2. F6rmula general (VI) = f£6rmula general (V)

Un compuesto de la f6rmula general (V) puede ser
producido reduciendo el compuesto de la £6rmula general (VI) con
un agente reductor o por reduccién catalizadora en la presencia
0 ausencia de un solvente inerte.

Como el agente reductor, puede usarse, por ejemplo,
hidruros de metal tales como, NaBH,CN, LiBH,CN, etc. y agentes
reductores tales como BH,, etc. La cantidad del agente reductor
usada puede elegirse apropiadamente dentro del rango desde 1 mol
respecto a los moles en exceso (en los términos del ntGmero de
moles de hidruro como agente reductor) por mol del compuesto de
la f6rmula general (VI).

Como el solvente inerte utilizable en la reaccién,
puede utllizarse cualquier solvente inerte en tanto no inhiba
notablemente el progreso de la reaccifn. Pueden ejemplificarse
los alcoholes tales como metanol, etancl, propanol, butanol,

etc.; cellosolve tal como metil cellosolve, etc.; los éteres
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tales como dietil é&ter, diglima, dioxano, tetrahidrofurano,
etc.; los &steres tales como acetato de etilo, etc.; las amidas
tales como dimetilformamida, dimetilacetamida, 1,3-dimetil-2-
imidazolidinona, 1-metil-2-pirrolidona, etc.; dimetil sulféxido;
sulfolano; y agua. Estos solventes inertes pueden usarse
individvalmente o como una mezcla de los mismos.

[0027]

La reaccién se lleva a cabo bajo las condiciones
dcidas 0 neutras en el pH que puede variar de 1 a 7,
preferentemente 4 a 6. Es suficiente que el pH sea ajustado
agregando cloruro de hidrégeno, bromuro de hidr6geno o 1lo
similar al sistema de la reaccién.

La temperatura de la reaccién es elegida en el rango
de 0°C al punto de ebullicién del solvente, y preferentemente
varia desde la temperatura ambiente hasta 70°C.

Aunque el tiempo de la reaccién varia dependiendo de
la escala de la reaccifn, la temperatura de la reaccién, etc.,
puede ser desde varios minutos a 48 horas.

Después de la finalizacifén de la reaccién, la mezcla
de la reaccifén que contiene el compuesto deseado se trata de la
misma manera como en el Procedimiento de produccién 1, con lo
cual puede producirse el compuesto deseado.

Cuando la reduccifn catalitica se lleva a cabo como
una reaccién de reduccifén, se realiza seg(n, por ejemplo, el

método que se describe en "Shin Jikken Kagaku Koza", Vol. 15-11,
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"Maruzen Co., Ltd". Como el solvente inerte utilizable en este
caso, pueden ejemplificarse alcoholes tales como metanol,
etanol, propanol, butanol, etc.; cellosolve tal como metil
cellosolve, etc.; los &tereas tales como dietil éter, diglima,
dioxano, tetrahidrofurano, etc.; los hidrocarburos tales como
hexano, ciclohexano, etc.; 4dcidos grasos o é&steres de 1los
mismos, tales como &cido acético, acetato de etilo, etc.; las
amidas tales como dimetilformamida, dimetilacetamida,
1,3~-dimetil-2-imidazolidinona, 1-metil-2-pirrolidona, etc.; y
ureas tales como tetrametilurea, etc. Estos solventes inertes
pueden usarse individualmente o como una mezcla de los mismos.

[0028]

Como el catalizador usado en la reaccién de reduccién,
pueden ejemplificarse catalizadores tipicos para la reduccién
catalitica, tales como paladio-carbono, negro de paladio,
diéxido de platino, nigquel Raney, etc. La cantidad del
catalizador usada puede elegirse adecuadamente en el rango desde
0,1% equivalente molar a 5% equivalente molar, preferentemente
0,5% equivalente molar a 1% equivalente molar, en relacién al
compuesto de la f6rmula general (VI).

La presifn de hidrégeno en la reaccién varia desde la
presién atmosférica hasta 300 atmésferas, preferentemente desde
presifn atmosférica hasta 50 atmbsferas.

La temperatura de acciédn puede elegirse adecuadamente

en el rango desde la temperatura ambiente al punto de ebullicién
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del solvente inerte usado, y preferentemente varia desde la
temperatura ambiente a 70°C.

Aunque el tiempo de reaccibén varia dependiendo de la
escala de la reaccidn, la temperatura de la reaccifn, etc., que
va de varlios minutos a 48 horas.

Después de la realizacifén de la reaccién, la mezcla
de la reaccién que contiene el compuesto deseado se trata de la
misma manera como en el caso de usar un agente reductor, con el
cual puede producirse el compuesto deseado.

[0029]

2-3. F6rmula general (V) 9 f6rmula general (IV)

Un compuesto de la férmula general (IV) puede ser
producido haciendo reaccionar el compuesto de la f£6rmula general
(V) con 1,1’-carbonilbis-1H-imidazol (CDI), un haluro del
alcoxicarbonilo, fosgeno o tiofosgeno en la presencia de un
solvente inerte y en la presencia o ausencia de una base.

Como el solvente inerte utilizable en la reaccién,
pueden ejemplificarse éteres tales como dietil &ter, diglima,
dioxano, tetrahidrofurano, etc., e hidrocarburos aroméiticos
talee como benceno, tolueno, xileno, etc. Estos Bsolventes
inertes pueden usarse individualmente o como una mezcla de los
mismos.

Como la base, puede ugsarsge una base inorginica o una
base orgédnica, y pueden ejemplificarse bases inorginicas tales

como los hidréxidos y carbonatos de metales alcalinos y los
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metales alcalino térreos [por ej. el hidréxido de sodio,
hidréxido de potasio, hidréxido de magnesio, carbonato de sodio,
hydrogencarbonate de sodio y carbonato de potasic], y bases
orgédnicas tales como trietilamina y piridina. Cuando el CDI se
usa como un reactivo, la reaccién puede llevarse a cabo 8in una
base.

[0030]

La cantidad de la base usada es de 2 moles o mis por
el mol del compuesto de la f6rmula general (V).

La temperatura de la reaccién puede elegirse
apropiadamente en el rango desde la temperatura ambiente hasta
el punto del ebullicién del solvente inerte usado, y varia
preferentemente desde la temperatura ambiente hasta 100°C.

Aunque el tiempo de la reaccifn varia dependiendo de
la escala de la reaccifn, la temperatura de la reaccién, etc.,
el tiempo varia desde varios minutos a 48 horas.

Después de la realizacién de la reaccién, la mezcla de la
reaccién que contiene el compuesto deseado se trata de la misma
manera como en el procedimiento de produccién 1, con lo cual
puede producirse el compuesto deseado.

[0031)

2-4. F6rmula general (IV) =@ f6rmula general (II)

Un compuesto de la férmula general (II) puede ser

producido por hidrolizacién del compuesto de la £6rmula general

(IV) bajo la condicién bisica en la presencia de un solvente
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inerte.

Como el solvente inerte utilizable en esta reaccién,
pueden ejemplificarse alcoholes tales como metanol, etanol,
propanol, butanol, etc.; los hidrocarburos aromiticos tales como
benceno, tolueno, xileno, etc.; los é&teres tales como dietil
éter, diglima, dioxano, tetrahidrofurano, etc.; y agua. Estos
solventes inertes pueden usarse individualmente o como una
mezcla de los mismos.

Como la base, se pueden utilizar hidr6xidos de metales
alcalino o metales alcalinco térreos, tales como hidréxido de
sodio, hidr6xido de potasio, hidr6xido de magnesio, etc.

Dependiendo del grupo alquilo para R,, la reaccién
también puede llevarse a cabo bajo condiciones &cidas usando un
dcido orgénico o inorgédnico tal como &cido trifluoroacético o
dcido clorhidrico.

La temperatura de la reaccifn puede escogerse
apropiadamente en el rango desde 0°C al punto de ebullicién del
solvente inerte usado.

Aunque el tiempo de la reaccifn varfia dependiendo de
la escala de la reaccién, la reaccién, la temperatura, etc., el
tiempo varfia desde varios minutos a 48 horas.

Después de la realizacién de la reaccién la mezcla de
reaccién que contiene el compuesto deseado se trata de la misma
manera como en el Procedimiento de produccién 1, con lo cual que

puede producirse el compuesto deseado.
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[0032]
Los ejemplos tipicos de los8 compuestos de la férmula
general (II) producido por el procedimiento de produccién 1 y
2 ge intican en Tabla 1 pero no se pretende de forma alguna que

los mismos limiten el alcance de la presente invencién.
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[F6rmula 7]
Xn
@(:NAH,
)\ (II)
|
[0033] H
Tabla 1

No. Xn Y | Propiedad fisica
I11-1 5-0OH 0 Cristalino
11-2 6-0OH O | Cristalino
I1-3 7-0H o | Cristalino
I1-4 8-0H 0 | Cristalino
II-5 5-Br o
II-6 6-Br O | Cristalino
II-7 7-Br 0
I1-8 8-Br o]
II-9 5=-I 0
II-10 6-1 o | pf 202,3-205,0 C
II-11 7-1 0
II-12 B-I o)
II-13 5-CF, Q0
II-14 6-CF, o | pf 155-157,7 C
II-15 1=CFs 0
II-16 " 8-CFs o)
IXI-17 5-CaFs 0
I1-18 6-CyFy o | pf 178,4-183,5 T
II-19 7=CaFa 0
II-20 8-CaFa o]
I1I-21 §5~1-C;F» o
11-22 6-1-C,Fy o} pf 147,6-149,5
II-23 T=i=C,F, 0
II-24 8-i-CaF, o




Tabla 1

[0034]

(Continuacién)

No. Xn Y |Propledad fisica
II-25 5-n-CaF13 0

1I-26 6-n=-CeFi2 o |Cristalino
I1I-27 7-n=CeF1a )

II1-28 B-n-CsF)a o]

I1I-29 5-0CFa 0

II-30 6-0CFa o | pf 181,5-184,0 T
IX-31 7-0CF» o]

11-32 8~OCFa o

II-33 5-0CHs=Ph 0O | Cristalino
I1-34 6-OCHa-Ph o

11-35 7-OCHs~Ph o

I1I-36 B-OCHs~Ph 0 | Cristalino
11-37 5-OCHF» o

II1-38 6-OCHF s 0 | Cristalino
II1-39 7-OCHFa o

II-40 8-OCHF, o

II-41 5-8CF,\ 0

T1-42 6-SCFa o

II-43 7-SCFa 0

1I-44 B-SCF, 0

II~45 5-SCsFs 0

I1I-46 6~SCaFs o}

I1I-47 7-SC3Fs 0

II-48 8-8CFs 0

|4



Tabla 1

[0035]

(Continuacién)

No. Xn Y | Propiedad fisica
II-49 5-S-1-C,F; o)
II-50 6-5-1-C,iFy 0 pf. 71,2-73,5 €
II-51 7=8=1-C3Fy (o]
II-52 8-S-i-CsFy O
II-53 5-S0CF, 0
II-54 6=SOCF, (o]
II-55 7-80CF, (o)
II-56 0-SOCF, 0
II-57 5=-504CF3, 0
II-58 6-S0a2CFa 0
II-59 7=-S03CFa 0 -
II-60 B8-S0:CF, (o)
II-61 5-S0CgF's (o)
II-62 6-S0C;3Fs o)
II-63 7-SOCsFs 0
II-64 8-S0CsFs 0
II-65 5-803C:Fs 0
II1-66 6-503C:Fs o
II-67 T7-50:CaFs o
II-68 B-S0,C:eF, ¢)
I11-69 5=-80=-i-CsF» 0
I1I-70 6-S0-1-C;F;| ©
II-71 7-80-1-C3Fry| ©
II-72 §-80-1-CsF:| ©

\4]



Tabla 1

[0036]

{Continuacién)

No. Xn Y | Propiedad fisica
II-73 5~5S04~1-CaF» 0
II-74 6=-50:-1-CyFy (o)
II-75 7-505~1-CaFy 0
II-76 8-50¢-1~CyFy o]
II-717 5=-CO0CsHs o
II-79 6=-COOC3Hs o
I1-79 7-CO0CHs o
I1I1-80 8-COOCsHs o)
I1-81 5-COOH o)
II-82 6-COOH 0
II-83 7-COOH 0 -
II-B4 8-COOH 0
II1-85 5-Ph 0
11-86 6-Ph o
11-87 7-Ph 0
I11-88 8-Ph 0
I1-89 5= (p=-C1-Ph) 0
1I-90 6- (p~C1-Ph) o
1I-91 7- (p-C1-Ph) o
I1-92 8- (p~C1-Ph) o
II-93 5=-0-Ph o]
II-94 6-0-Ph ¢
11-95 7-0-Ph o]
I1I-96 8-0-Ph o

190
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[0037]
Tabla 1 (Continuacién)
No. Xn Y | Propledad fisica
I11-97 S5=n=-C.Hs o]
II-98 6=n—-C.H» (o]
II-59 T-n=C.H, 0
II-100 B8-n-C.H,» 0
II-101 5-0CFCHF, (0]
II-102 6—OCF3CHF, 0 | pf 194,8 C
II-103 T1=-0CFCHF 0
ITI-104 8-OCF:CHFy 0




[c038]

La Tabla 2 ilustra los datos de RMN de los compuestos
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siguientes enumerados en la Tabla 1.

Tabla 2

No. 'H-NMR [DMSO-d«/TMS, & (ppm) ]

II-1 | 4.36(2H,s), 4.65(2H,br), 6.20(1H,d), 6.34(1H,d),
6.89(1H,t), 9.12(1H,br), 9.62(1H,s).

II-2 | 4.45(2H,s), 4.65(2H,s), 6.51-6.63(3H,m),
9.00(1H, s),

II-3 9.60(1H,brs).
4.48(2H,8), 4.65(2H,8), 6.23-6.35(2H,m),

II-4¢ | 6.B5(1H,d), 9.05(1H,s), 9.63(1H,s)
4.46 (2H,8), 4.65(2H,s), 6.57(1H,d), 6.64-

I1-6 | 6.74(2H,m), 7.95(1H,d), 9.60(1H,brs).
4.48(2H,s), 4.66(2H,8), 6.74(1H,m), 7.18(1H,m},

II-18 | 7.30(1H,m), 9.43(1H,s).
4.56(2H,s), 4.70(2H,s), 6.95(1H,d), 7.40-

II-26 | 7.50(2H,m), 9.83(1H,s).

' 4.56(2H,8), 4.70{2K,s), 6.94(1H,d), 7.43-

I1-33 | 7.48(2H,m), 9.74{1H,s).
4.48(2H,s), 4.69{2H,s), 5.00(2H,s), 6.30(1H,d),

II-36 | 6.45{1H,d), 7.05{1H,t), 7.25-7.40(6H,m).
4.48(2H,s), 4.68(2H,s), 5.19(2H,s), 6.71(1H,d),
6.82(1H,t), 6.92(1H,d), 7.30-7.40(3H,n),

II1-38 | 7.51(2H,d), 8.18(1H,s).
4.48(2H,8), 4.65(2H,s), 6.76-6.79(1H,d,Jw8,7Hz),
6.95-7.00{2H,m), 6.B0-7.30(1H,t,J=7.46),
9.37(1H, s).




[0039]

Los ejemplos

tipicos

O
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de los procedimientos de

produccién de los derivados (tiona) aminogquinazolinona de la

férmula general (I} o una sal del mismo de la presente invencién

se ilustran esquemidticamente a

p Jimiento d juccisn 3

[F6rmula B8]
Xxn Xn
-NH, (X)
T)\Y
H
(II) Reduccidn
" Xn
ﬁ‘h-m{cn (Ry) R,
!T)\Y
i
(I-2)
R-Hal
(IX)
Xn
m-nn-cn (Ry) Ry
N Ry~Hal
| 1)
R
{I-4)

continuacién.

mﬁ;cm,: R,

H
(I-1) )

I R-Hal

(IX)
Xn
br*n-n-ccn,ml
N ANy
|
R
(I-3)

Reduccidn
R,-Hal
ixT)

Xn
b\’\t-ﬂ (R3) =CH (R} R,
Ny
|
R
(I-5)
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en donde R, R,, R,, R,, X, n, Y y Hal son iguales a los definidos
precedentemente con la excepcifén de cada uno de R y R, no sea un
dtomo de hidrégeno.

[0040]

3-1. F6rmula general (II) =P f6rmula general (I-1)

Un derivado aminoquinazolinona (tiona) de la férmula
general (I-1) puede ser producido haciendo reaccionar un
compuesto de la férmula general (II) con un compuesto de la
f6rmula general (X) en la presencia de un solvente linerte y un
catalizador.

En el caso de utilizar esta reaccidn, puede producirse
el compuesto deseado de una manera gimilar a la descripta en el
procedimiento de produccién 2-1.

3-2, P6rmula general (I-1) <® f6rmula general (I-3)

Un derivado aminoquinazolinona (tiona) de la f£6rmula
general (I-3) puede ser producido haciendo reaccionar el
derivado aminogquinazolinona (tiona) de la f£6rmula general (I-1)
con un compuesto de la f6rmula general (IX) en la presencia o
ausencia de un solvente inerte y una base.

[0041]

Como solvente inerte utilizable en esta reaccién,
pueden utilizarse, por ejemplo, 1los solventes inertes
ejemplificados en el procedimiento de produccién 1.

Como la base, puede usarse una base inorgédnica o una

base orginica. Ademds de las bases inorgédnicae u orgéinicas



s

Doz,
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ejemplificadas en el procedimiento de produccién 2-3, también
pueden usarge alcSxidos tales como CH,ONa, C,H,ONa, t-CH,ONa,
CH,0K, C,H,0K, t-CH,0K, etc., e hidruros de metal alcalino tales
como NaH, etc. La cantidad de base usada puede elegirse
apropiadamente en el rango de 1 mol hasta el exceso de moles por
mol del derivado aminoquinazolinona (tiona) de la f6érmula
general (I-1).

La temperatura de la reaccién puede elegirse en el
rango desde 0°C hasta el punto de ebullicién del solvente inerte
usado, y preferentemente varia desde la temperatura ambiente
hasta 70°C.

Aunque el tiempc de reaccién varia dependiendo de la
escala de la reaccién, la temperatura de la reaccién, etc., el
tiempo varia de varios minutos a 48 horas.

La mezcla de la reaccidén que cont%ene el compuesto
deseado se trata de la misma manera como en procedimiento de
produccién 1 después de la realizaciém de la reaccién, con lo
cual puede producirse el compuesto deseado.

[0042]

3-3. F6rmula general (I-1) =P Férmula general (I-2)

En el caso de esta reaccibn, puede producirse el compuesto
deseado de una manera similar a la descripta en el procedimiento
de produccifn 2-2.

3-4. F6rmula general (I-2)  F6rmula general (I-4)

Un derivado aminoquinazolinona (tiona) de la f6rmula

»
2
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general (I-4) puede ser producido haciendo reaccionar el
derivado aminoquinazolinona (tiona) de la f6rmula general (I-2)
con el compuesto de la f6rmula (IX) en presencia o ausencia de
un sclvente inerte y una base.

En el caso de esta reaccidn, puede producirse el
compuesto deseado de una manera simllar a eso descrito en
procedimiento de produccién 3-2.

3-5, F6rmula general (I-4) = F6rmula general (I-5)

Un derivado aminoguinazolinona (tiona) de la f6xrmula
general (I-5) puede ser producido haciendo reaccionar el
derivado aminoquinazolinona (tiona) de la f6rmula general (I-4)
con un compuesto de la f6rmula general (XI) en la presencia o
ausencia de un solvente inerte y una base.

En caso de esta reaccién, puede producirse el
compuesto deseado de una manera similar a la descripta en el
procedimiento de produccién 3-2.

3-6. F6rmula general (I-3) » F6rmula general (I-5)

En caso de esta reaccifn, puede producirse el
compuesto deseado de una manera similar la descripta en el
procedimiento de produccién 2-2.

[0043]

Loe ejemplos tipicos del derivado aminoquinazolinona
(tiona) de la f6rmula (I) o sal del mismo de la presente
invencién se indican en las Tablas 3 y 4. Sin embargo, el

alcance de la presente invencién no estd limitado por estos



ejemplos.
[F6rmula 9]
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ﬁI\N _N=C(R,) =R,
N'_\

R
[0044]
Tabla 3 (R,=Q,, R,=H, ¥=0)
No. R Xn Propiedad fisica
1 H 5-OH pf 293-295 T
2 H 6-CH
3 H 7-0H
4 H 8-0H pf >300C
5 H 5-Br
6 H 6-Br pf.>300C
17 H T-Br
8 H 8-~-Br
9 H S5-I
10 H 6-I pf. >300°C
11 R 7-1
12 H B-I

9y
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[0045]
(Continuacidn)
No. R xn Propiedad fisica
13 H 5-CFs
14 H 6-CF» pf. 227.6-286.7 T
15 H 1-CFa
16 H e-CFa
17 H 5=CsFs
18 H 6=CaF» pf. 298-300 T
1% R 71=-CiFs
20 H 8-CsFs
21 H $-1-CsFy
22 H 6-1-CsF: p.f. >3ave'c
23 H 7-4{-CsFr
24 H 8-1-CsFy
25 H 5-n=CeF4
26 H 6=n=C.aF.3 pf. >300%C
27 H 7-n=CaF1s
28 H 8-n-CeF1>s
29 H 5-0CF»
30 H §-0CF, pf. 264.0-266.0
3 H 7-0CF
32 H 8-OCF»
33 H 5-CH;~Ph
34 H 6=CHs~Ph
35 H 7-CHy-Ph
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[0046]
Tabla 3 {(Continuacién)
No. R Xn Propiedad flsica
36 H 8-CHa-Ph
a7 H 5-OCHFa -
38 H 6-OCHF, pf. 260.1-264.5 €
39 H 7-OCHF,
40 H B~OCHF,
41 H 5-SCF,
42 H 6-8CFa
43 H _ 7-5CF,
44 H 8-SCFs i
45 H 5-SCaFy
46 H 6-9CTs
47 H 7-8CsFs
48 H 8-8CaF.
49 H 5-5-1-CsFy
50 H 6-8-1-CyFy
51 H 7-8=1-CsFs
52 H 8-S-i~CaFr
53 H 5-SOCF
54 H 6=-SO0CF,»
5% H 7-SOCF,
56 H 8-SOCFs»
57 H 5-80,CF,
58 H 6-S04CF,s ’
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{0047]
Tabla 3 (Continuacién)
No. R X Propiedad fisica
59 H 7=504CF3
60 H 8=-S0.CFa
61 H 5=-S0C,Fs
62 H 6-50C.F's
63 H 7-50C: Fs
64 H 8-50CsFs
65 H §-50.:C;Fs
66 H €=50:C.Fy
67 H 7-804CsFs
68 H 8-50+CsFs i
69 H 5-80-1i-CyFy
70 H 6-50-i-C,Fy
71 H 7=-80~-i~CaF»
72 H 8-S0-1-C,F;
73 | H 5~804=1~C;F¢
74 H 6~50g=1-CaFy
75 H 7=803=1~CsFy
76 H 8-80;-1-CaF,
77 H 5=-COOC.Hs
78 H 6-COOCsH, pf. 274-278
79 H 7-COOC3Hs
80 H 8-CO0C1Ha
81 H 5~COCH
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[0048]
Tabla 3 (Continuacién)

No. R Xn Propiedad fisica
82 H 6-COOH

83 H 7-COOH

84 H A-COOH

85 H 5-ph

86 H 6-Ph pf 250.9-253.8 T
87 H 7-Bh

a8 H 8-Ph

89 H 5- (4-C1-Ph)

90 H 6-(4-C1-Ph) | pf. 276-278 C
91 H 7-{4-C1-Ph)

82 H 8-{4-C1-Ph)

93 H 5-0-Ph

94 H 6-0-Ph

95 H 7-0-Ph

96 H 8-0-Ph

97 | 5=n-C4H»

88 H 6-n-C.H,

99 H 7=-n~C.H,»

100 H g-n-C.H,

101 CHa 6-I pf. 181.4-185.3
102 C,Hs 6-1 pf. 191.5-194.5
103 n=C.H:, 6-I pf. 1.4126(28.5)
104 CHsC®CH 6-T pf 214-217
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[0049]
Tabla 3 (Continuacibn}

No. a Xn Propledad fisica
105 CHsCH=CH; 6-T pf 162-164
106 CH10C2H, 6-I pf. 111.3-161.7
107 CHs (4-C1-pH) 6-I pf. 146-149
108 COCH, €-I p.f. 186-188
109 COC,Hs 6-I pf. 135-139
110 S0.CH, 6-1 pf. 174-181
111 SO,Ph 6-I p.f. 199-205
112 H S'OCFICHFI p-f- 251 . 6-263 . 3
113 CO-c~C,Hy 6-I pf. 172-175

[0050]

[F6rmula 10]

' O(\N ARy-CH () Ry
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[0051]
Tabla 4 (R,=H, Y¥Y=0, R,=H, excepto para el grupo indicado

especialemente.)

No R R4 X Propiedad fisica
114 H Qs 5-OH

115 H Qa 6=-CH pf 223-225 C
116 H Q2 7-0H pf. 258-259 °C
11?7 H Qa 8-OH pf. 177-180 T
118 H Qa 5=-Bx

119 H Qs 6-Br pf. >300C

120 H Qs 7-Br

121 H Q2 8-Br

122 H Q 5-1 -

123 H Qa 6-1

124 H Qs 7-1

125 H 0, 8-1

126 H Qs 5-CFa

127 H Qa 6-CFa pf 191.0-193.1 C
126 | H Q: | 7-crs

129 H Qs 8-CFa

13¢ H Qs 5-CyFs

131 H Qs 6-CeFs

132 H Qs 7-CaFs

133° H Qe B~CsFa

134 H Qs 5=-1-CyF>

135 H Qs 6-1-C,F; | p.f. 159.4-161.0 T
136 H Qs 7-1-CiFy




Tabla 4
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[0052]
{continuacién)
No R Ry Xn Propiedad flsica
137 H Qs | 8-i-CaFs
138 H Qi | 5-n-CsFu3
139 H Qa | €-n-CusFya | p.f. 153.9-164.7 T
140 H .Qa | 7-n-CaFia
141 H Qs | 8-n-CeF1s
142 H Qs 5~0CF,
143 H a-. 6-OCF, nD 1.5233(22.6%C)
144 H Qa 7-0CF»
145 K Qs | 8-OCF, )
146 H Qs | 5-CHs-Ph
147 H Q2 | 6-CHs-Ph
148 H Qa | 7-CH¢-Ph
149 H Qs | 8-CH,-Ph
150 H Qs | 5-OCHF:
151 H Qs | 6-OCHF. pf 129.7-130.2 C
152 H Qs | 7-OCHF,
153 H Qs | 8-OCHF,
154 H Qa | 5-SCF»
155 H Qs | 6-5CF»
156 H Qs | 7~SCF»
157 H Qa | B-SCF»
158 H Qa 5=8SCaFs
159 H Qs | 6-SCaFa
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[0053]
Tabla 4 (continuacién)
No R Re Xn Propiedad fisica
160 H Qs 7-SC3Fs
161 H Qs B-SCaFs
162 H Qs 5~§=4=C:Fy
163 H Qs 6=9-1=C,Fy
164 H Qs 1=$=i-CiFy
165 H Qs 8-S-1-C,Fy
166 H Qr | 5-SOCF,
167 H Qa 6-SOCF»
168 H Qs 7-SOCF,
169 R Qs | 8-50CF, i
170 H Qs 5-S04CF
171 H Qs 6-80,CF,
172 H Qs 7-S0:CFs
173 H Qs B-80:CF>
174, H Q 5-8S0C.Fs
175 H Qs 6-S0C:Fs
176 H Q: 7-80C:Fa
177 H Qs 8=-S0C;F)
178 H Qs 5-S0sCiFs
179 H Qs 6-S0;CFs
180 R Qs 7-S01CsFs
181 H Qs 8-50,C4Fs
182 H Qa 5=80=1=C,F;

0%
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[0054]
Tabla 4 (continuacién)

No R Ra Xn Propiedad fisica
183 H Qs €-50~1-CaF»
184 H Qs 1-80-1-C,Fr
185 H Qa 8=-80-1-C,Fy
186 H Oy 5=80y~1i-CaFy
187 H Qu 6-80;-1-Ca:Fy
188 H Q2 7-804-1-CsFy
189 H Qs | 8-504=1-CaFy
190 H Qs 5=-CO0CaH,
191 H Qs 6-CO0C3H;
192 H Qs 7-CO0C,H, -
193 H Qs 8=-CO0CH,
194 H Qs 5~COOH
195 H Qe 6-COOH
196 H Qs 7-COOHR
197 H Q: 8-COOH
198 | H Q. | 5-Ph
199 H Q: 6~Ph
200 H Qs T1-Ph
201 H Qs 8-Ph
202 H Q: 5=-{4-C1-Ph)
203" H Qa 6~ (4~-Cl-Ph)
204 H Qe 7-(4-C1l~-Ph)
205 H Qs 8-(4-Cl-Ph).




64
[0055]
Tabla 4 (continuacilén)
No R Ra Xn Propledad fisica
206 H Q: | 5-0-Ph
207 H Qs | 6-0-Ph
208 H Q. | 7-0~Ph
209 H Q: | 8-0-Ph
210 H Q1 | 5-n~C.H,
211 R Qs | 6-n~C.Hs
212 H Qs. | 7=n~-C.Ha
213 H Qs | B-n~C.Hs
214 H Q: | 6-OCFiCHFs | p.f 168.7-173.9 C
215 H Qs | 6=CF(CF)a p.f 239.7-243.5C
216 H Q: | 6-CF(CF))s p.f. 209.9-213.4C
(Ry=COCF3)
217 CHa Q: | 6-OCF, nD 1.5467(23.6%C)
218 | CuHs Qs | 6-0OCFa nD 1.5360(24.2C)
219 COCHa Q: | 6-OCF, nD 1.5478({24.1%C)
220 | COC,F; | Qs | 6-0CF: nDd 1.5174(25.9C)
221 | CH4CH=CH;| Qs | 6-OCF. pf. 92.5C
222 | CHJCmCH | Qe | 6-0OCF; nD 1.5325({24.27C)
223 | CH(CH)):| Qs | 6~OCFs nD 1.5370(24.8C)
224 | H Q: | 6-0CF, nD 1.5380(26.0TC)
{Ry=COC4H,)

225 | CH.CmCH | Qs | 6-Br nD 1,5760(26.2%C)
226 | CH,SCH, | Qu | 6-Br nD 1.6030(27.0%C)
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[0056]
Tabla 4 (continuacién)
No R Ra| Xn Propiedad flsica
227 | CuHs Qs 6-Br nD 1.5974(26.9%C)
228 | 1-CH, Qa| 6-Br nD 1.4660(28.0%C)
229 | COCH, Qe| 6-Br nD 1.5930(27.2%C)
230 | COC:H, Q| 6-Br nb 1.5861(26.8C)
231 | CH4-{4-C1l-Ph) | Q:| 6-Br nD 1.56885(27.3C)
232 | co-ph Q:| 6-Br pf. >300C
233 | CH, Qs| 6-OCHF; | nD 1.5613(27-.9‘01
234 | Cals Qs{ 6-OCHF; | nD 1.5354(26.4%C)
235 | n-CiH: Qs| 6-OCHF: | nD 1.5590(25.8°C)
236 | CHy-(2-NO,~Ph) | Qsf 6-OCHF, | nD 1.5917(27.9%C)
237 | i-CH, Qa| 6-OCHF; | nD 1.5557(26.47C)
238 | CHa-(4-CH;0-Ph)| Qs 6-OCHF, | nD 1.5668 (26.5%C)
239 | cocH, Qa| 6~OCHF; | nD 1.5503(26.1C)
240 | <COC,Hs Qa| 6-OCHF; | nD 1.5470(26.2%C)
241 | CO-1-CsiH: Q:| 6-OCHF; | nD 1.5196({28.37C)
242 | co-Q. Ox| 6-OCHF, |p.f. 148-155°C
243 | CHs Q| 6-CE.CHF; | nD 1.5320(26.2%C)
244 | CH, Qu| 6-CF,CHF, [ nD 1.8239(26.77C)

~u2ir
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Las abreviaturas en Tabla 3 y Tabla 4 se indican para

los sustituyentes siguientes:

c

Ph : grupo
Q, : grupo
Q. : grupo
Q. : grupo
Q. : grupo
Qs : grupo
Qs : grupo
Q, : grupo
Q, : grupo
Qs : grupo
Qi : grupo
Q. : grupo
[0058]

[EJEMPLOS]

: grupo hidrocarburo aliciclico

fenilo,
2-piridilo,
3-piridilo,
4-piridilo,
2-piridil-N-&xido,
3-piridil-N-&éxido,
4-piridil-N-6xido,
tiazol-5-ilo,
furan-2-ilo,
1,3-dioxolan-2-ilo,
ftalimid-1-ilo,

tiofen-2-ilo,

Los ejemplos tipicos de la presente invencién se describen

a continuacién, sin embargo el alcance de la presente invencién

no estd restringido por dichos ejemplos.

[0059]
Ejemplo 1

Preparacién de 3-amino-3,4-dihidro-6-trifluorometoxi-2-

(1H) -quinazolinona (Compuesto No. II-30)
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[F6rmula 11}

F4CQ
Fs HNNH, H,0 ° \O:\N ~NH,

NHCOOCH,

En 20 ml de metanol se disolvié 2,84 g (0,01 mol) de
metil 2-clorometil-4-trifluorometoxifenilcarbamato, luego 5 g
(0,1 mol) de hidrato de hidrazina se agreg6 a la solucién, y la
reaccién fue realizada calentando bajo reflujo durante 3 horas.
Deppués de la realizacién de la reaccitn, el resto de
hidrato de hidrazina y el solvente fueron eliminados de la
mezcla de la reaccién que contiene el compuesto deseado por
destilacién bajo presién reducida para obtener un producto
crudo. El producto crudo resultante era recristalizado de 95%
de metanol para obtener 2,22 g del compuesto deseado.
Propiedad fisica: p.f. 181,5 - 184°C
Rendimiento 90%.
[0060]
Ejemplo 2
Preparacién de 3-amino-3,4-dihidro-6-pentafluoro-etil-2-
(1H) -quinazolinona (compuesto No. II-18)
(F6rmula 12]

C,F,
C,Fy H,NNH, H,0 ° \q\“/““z

NHCOOCH, °
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En 20 ml de metanol se disolvi6 3,18 g (0,01 mol) de
metilo 2-clorometil-4-pentafluorocetilfenilcarbamato, luego 5 g
(0,1 mol) de hidrato de hidrazina se agregé a esta solucién y
la reaccién fue realizada calentando bajo reflujo durante 3
horas.

Después de la realizacién de la reaccién el resto de
hidrato de hidrazina y el solvente fueron eliminados de la
mezcla de la reacciédn que contiene el compuesto deseado por
destilacién bajo presién reducida para obtener un producto
crudo. El producto crudo resultante fue recristalizado de 95%
metanol para obtener 2,53 g del compuesto deseado.

Propiedad fisica: p.f. 178,4 - 183,5° C.
Rendimiento: 90%.
[0061]
Eiemplo 3
Preparacién de 3-(3-piridilmetilidenamino)-3,4-
dihidro-6-trifluorometoxi-2 (1H) -quinazolinona
(Compuesto No. 30)

[Férmula 13]

Y O
oo

N

(o}

A 10 ml de metanol se agregaron 0,62 g (2,5 mmoles)

de 3-amino-3,4-dihidro-6-trufluorometoxi-2(1H)-quinazolinona,

~J
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0,27 g (2,5 mmol) de nicotinaldehido y 1 gota de 4&cido
sulfGrico, la reaccién fue realizada calentando bajo reflujo
durante 3 horas.
Después de 1la realizaci6én de la reaccifén, los
cristales precipitados en el sistema de reaccién fueron
recolectados por filtracifn y se secaron para obtener 0,76 g del
producto deseado.
Propiedad fisica: p.£f. 264,5 - 266,0° C.
Rendimiento: 93%.
[0062]

Ejemplo 4
Preparacién de 3-[1-(3-piridilmetidenamino)-3,4-
dihidro-6-pentafluoroetil-2 (1H) -quinazolinona
(Compuesto No. 18)

[F6rmula 14]

oo — "o

A 10 ml de metanol se agregaron 0,74 g (2,5 mmol) de
3-amino-3,4-dihidro-6-pentafluoroetil-2 (1H) -quinazolinona,0,27
g (2,5 mmol) de nicotinaldehido y 1 gota de &cldo sulfGrico, la
reaccién fue realizada calentando bajo reflujo durante 3 horas.

Después de la realizacién de la reaccién los cristales

precipitados en el sistema de reaccién fueron recolectados por
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filtracién y Be secaron para obtener 0,78 g del producto
deseado.

Propledad figica: p.f. 298,0 - 300,0_‘ C.

Rendimiento : 84%.

[0063]

Ejemplo 5

Preparacifn de 3-(3-piridilmetilamino)-3,4-

dihidro-6-trifluorometoxi-2 (1H) -quinazolinona

{(Compuesto No. 143)

[Férmula 15]

F4CO _N F5C0 A
oo~ oo

A 30 ml de 4cido acético se agregaron 3,36 g (2,5
mmol) de 3-(3-piridilmetilidenamino}-3,4-dihidro-6-
trifluorometoxi-2 {1H) -quinazolinona Y 0,2 g de 5%
paladio-carbono, la hidrogenaci6n se realizé a 3 a 4 kg/mi.

Después de la absorcién de una cantidad tefrica de
hidr6geno, el catalizador fue eliminado de la mezcla de reaccién
por filtraci6n, y el solvente fue eliminado por destilacién bajo
presién reducida. El residuo fue neutralizado agregado de una
solucién acuosa 20% de hidréxido de sodio y el compuesto deseado
se extrajo con cloroformo {20 ml X 3). La solucifén extraida se

lavd con el agua y una solucién acuosa saturada con cloruro de
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sodio, fue secada sobre sulfato de magnesio anhidro, el solvente
fue eliminado por destilacién bajo presifén reducida. El producto
crudo resultante fue purificado por una cromatografia en
columna de gel de silice (acetato de etilo-metanol=10:1) para
obtener 2,5 g del compuesto deseado.

Propiedad fisica: nD 1,5233 (22,6° C).

Rendimiento: 74%.

[0064]

Ejemplo 6

Preparacifn de 1l-metil-3-(3-piridilmetilamino)}-

3,4-dihidro-6-trifluorometoxi-2 (1H) ~quinazolinona

(Compuesto No. 217)
[FSérmula 16]

r,com\i,ﬂvg _s,com,ﬂv(}

0 o
I

CHy

En 10 ml de dimetilformamida se disolvié 0,68 g (2,0
mmol) de 3- (3-piridilmetilamino)-3,4-dihidro-6-trifluorometoxi-
2(1H) -quinazolinona. R la solucién, se agregé 0,09 g de hidruro
de sodio (62,4 %), y la reaccién se realizé a temperatura
ambiente durante 30 minutos, luego 0,34 g ioduro de metilo se
agreg6 a la misma y la reaccién se realizé durante 4 horas.

Después de la realizacién de la reaccifn, la mezcla
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de la reaccién se vierte en una mezcla hielo-agua, el compuesto
deseado se extrajo con acetato de etilo (20 ml X 3). La solucién
extraida se lav6é con agua y sol. acuosa saturada de cloruro de
sodio, fue secada sobre sulfato de magnesio anhidro, y el
solvente fue eliminado por destilacién bajo presién reducida.
El producto crudo resultante fue purificado por un cromatografia
en columma de gel de silice (acetato de etilo-metanol=10:1) para
obtener 2,5 g del compuesto deseado.

Propledad fisica: nD 1,5467 (23,6°C).

Rendimiento: 50%.

[0065]

Ejemplo 7
7-1. Preparacitn de t-butil 2-(5-hidroxi-2-nitrofenil-

metiliden)carbazato

[F6rmula 17]

H H
ko:cao H,NNHCOO C Hg~t Q\m ” H “~ COOCHy~-t

NO, NO,

A 20 ml de metanol se agregaron 3,34 g (0,02 mol) de
5-hidroxi-2-nitrobenzaldehido, 2,64 g (0,02 mol) de carbazato
de t-butilo y 1 gota de &cido sulfiirico, y la reaccién fue
realizada calentando bajo reflujo durante 3 horas.

Después de la realizacién de la reaccién, la mezcla

de la reaccifn fue enfriada a temperatura ambiente, 1los
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cristales precipitados fueron recolectados por filtraciém para
obtener 5,06 g del compuesto deseado.
H-RMN [CDCl,/TMS, & (ppm)]
1,57 (9H; s8); 6,84 (1H; 4.4); 7,66 (1H; d);
7.94 (1H; d); 8,42 (1H; br,s); 8,46 (1H; 8);
10,5 (1H; br. s).
Rendimiento: 90%.
[0066]
7-2. Preparacifén de t-butil 2-(5-metoxicarboniloxi-
2-nitrofenilmetiliden)carbazato

[Fé6rmula 18]

HyCO0C-

# §
T \cooc.Hs-t c1c00CH, I \mdn!"t
g 2

En 15 ml de tetrahidrofurano se disolvieron 4,22 g
(0,015 mol) de t-butil 2-(5 -ﬁidroxi-z -nitrofenil-
metiliden) carbazato que se obtuvo en Ejemplo 7-1 y 1,67 g
(0,0165 mol) de trietilamina, luego la solucién se enfrib a 0°
C. Luego de 15 minutos, a la solucién se agregf por gotas 1,56
g (0,0165 mol) de clorofomato de metilo disuelto en 5 ml de
tetrahidrofurano, 1luego 1la reaccién fue continuada en
temperatura ambiente durante 3 horas. Después de la realizacién
de la reaccién, la mezcla de la reaccién pe vierte en 20 ml de

agua, y el compuesto deseado se extrajo con acetato de etilo (20
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ml X 3). La solucién extraida se lavé con agua y se solucién
acuosa-saturada de cloruro de sodio, fue secada sobre sulfato
de magnesio anhidro, entonces el solvente fue eliminado por
destilacién bajo presién reducida. El producto crudo resultante
fue recristalizado de hexano-éter para obtener 4,6 g del
compueeto deseado.
'H-RMN [(CDCl,/TMS, & (ppm)]

1,54 (9H; 8); 3,93 (3H; \8); 7,33 (1H; 4.4);

8,06 (1H; 4); 8,14 (1H; d); 8,21 (1H; br.s);

8,45 (1H; B).
Rendimiento: 90 %.

[0067]

7-3. Preparacitn de t-butil 2-(2-amino-5-

metoxicarboniloxifenilmetil) carbazato

[F6rmuila 19]

H3CO0C-0. H5COOC

N /ﬁ \cooc,n,-t i /n \mqﬂrt

——

A 50 ml de metanol se agregaron 4,4 g (0,013 mol) de
t-butil 2-(5-metoxicarboniloxi-2-nitrofenilmetiliden)carbazato

que se obtuvo en el Ejemplo 7-2 y 0,4 g de 5% paladio-carbono,
luego la reduccién catalitica se realizé6 a 3 - 4 kg/m’.

Después de la absorcién de una cantidad tebrica de

hidrégeno el catalizador fue eliminado de la mezcla de reaccién
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por medio de filtracién, y el solvente fue eliminado por
destilacién bajo presién reducida, para obtener 4 g del
compuesto deseado.
'H-RMN [(CDC1,/TMS, & (ppm)]

1,46 (9H; 8); 3,87 (3H; B8); 3,96 (2H; d4};

4,6-5,0 (3H; br.s,); 6,05 (1H; br.s);

6,6-6,7 (1H; m); 6,8-7,0 (2H; m).
Rendimiento: Cuantitativo.

[c068]

7-4. Preparacién de 3-t-butoxicarbonilamino-6-metoxi-

carboniloxi-3,4-dihidro-2 (1H) -quinazolinona

[F6rmula 20]

H,co0C- & B4CO0C-0 i
H m‘“9-t U\“ 4 \m.ﬂ.-t
. ,ko

Ha i

En 20 ml de tetrahidrofurano se disolvieron 3,1 g
(0,01 mol) de t-butil 2-(2-amino-5-
metoxicarboniloxifenilmetil)carbazato que Be obtuvo en el
Ejemplo 7-3 y 2,6 g (0,01 mol) de 1,1’-carbonil-
bisg (1H-imidazol), la reaccién se realizé en la temperatura
ambiente durante 3 horas.

Después de la realizaclén de la reaccién, la mezcla
de la reacci6n se vierte en 20 ml de agua, y el compuesto

deseado se extrajo con acetato de etilo (20 ml X 3). La solucién
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extraida se lav6é con agua y solucién acuosa saturada de cloruro
de sodio, fue secada sobre sulfato de wmagensio anhidro, y el
golvente fue eliminado por destilacién bajo presién reducida.
El producto crudo asi obtenido fue recristalizado del acetato
del hexano-etilo, fue obtenido 2,1 g del compuesto deseado.
H-RMN [DMSO-&,/TMS, & (ppm)]

1,42 (9H; B); 3,80 {(3H; 8); 4,81 (2H; B);

6,5-6,7 (3H; m); 9,01 (1H; 8); 9,15 (1H;

br.s).
Rendimiento: 60%.

[0069]

7-5. Preparacién de 3-t-butoxicarbonilamino-6-hidroxi-

3,4-dihidro-2 (1H) -quinazolinona
[P6rmula 21]

BFOOC_OU\N/ \cooc.n,-t * 1 “\COOCJI,-t
ﬂ)\o

A 20 ml de 50% metanol se agregaron 2,1 g (0,0062 mol)
de 3-t-butoxicarbonilamino-6-metoxicarboniloxi-3,4-dihidro-
2 (1H) -quinazolinona que se obtuvieron en el Ejemplo 7-4 y 0,64
g (0,0063 mol) de carbonato de sodio, luego la reaccién fue
realizada calentando bajo reflujo durante 3 horas.

Después de la realizacién de la reaccién el metanol

fue eliminado por destilacién bajo presién reducida. Al residuo
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as{ obtenido se agregd 10 ml de agua y fue recolectado por
filtracién, entonces se realiza la recristalizacién de 95 ¥
metanol para cbtener 1,3 g del compuesto deseado.
'H-RMN [DMSO-d,/TMS, 8 (ppm)]
1,42 (9H; B), 4,81 (2H; B), 6,5-6,7 (3H; 8),
9,01 (1H; s8), 9,10 (1H; 8), 9,15 (1H; br.s).
Rendimiento: 75%.
[0070]
7-6. Preparacién de 3-amino-6-hidroxi-3,4-dihidro-

2 (1H) -quinazolinona (Comound No. II-2)
[F6rmula 22}

HO : :\l P Neoos, “::__Hj \(Iﬂ\i :mlg

o

A 20 ml de &cido trifluoroacético se agregaron 1,3 g
(0,0046 mol) de 3-1-butoxicarbonilamino-6-hidroxi-3,4-
dihidro-2(1H) -quinazolinona obtenidos en el Ejemplo 7-5, luego
la reaccién se realizé a .temperatura ambiente durante 3 horas.

Después de la realizacién de la reaccidn, 10 ml de
metanol se agregaron a la mezcla de la reaccifn, el solvente fue
eliminado por destilaciém bajo presién reducida. El residuo
resultante fue recristalizado del metanol para obtener 0,74 g
del compuesto deseado.
H-RMN [DMSO-4,/TMS, & (ppm)]}
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4,95 (2H; B); 4,65 (2H; B); 6,51-6,63 (3H;
m); 9,00 (1H; 8); 9,60 (1H; br.s),
Rendimiento: 90 %.

[0071]

Los controladores de plaga conteniendo, como un
ingrediente activo, el derivado aminoguinazolinona sustituido
(tione) de la f£6rmula general (I) o sal del mismo de la presente
invencién son adecuados para controlar diversas plagas de
insecto tales como plagas de insecto agricolas, plagas de
insecto de bosque, plagas de insecto horticolas, plagas de
ingsecto de grano almacenado, plagas de insecto sanitarias,
nemitodos, etc. Estos también tienen un efecto insecticida, por
ejemplo, en HEMIPTEROS 1incluso la langosta verde del té
(Empoasca onukli), langosta de arroz verde (Nephotettix
cincticeps), langosta marrSn de arroz (Nilaparvata lugens),
(Sogatella furcifera), (Dliaphorina citri), wmosca blanca del
citrico (Dialeurodes citri), mosca blanca de la batata (Bemisia
tabaci), mosca blanca del invernadero (Trialeurodes
vaporarioum), pulgén (Brevicoryne brassicae), pulgén de algodén
(Aphis gossypii), pulgén de avena (Rhopalosiphum padi), pulgén
verde del durazneroc (Myzuse persicae), cochinilla de cera india
{Ceroplastes ceriferus), (Pulvinaria aurantii), (Pseudaonidia
duplex),

[0072]

cochinilla San José (Comstockaspis perniciosa),
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cochinilla punta de flecha (Unaspis yanonensis), bicho de la
hoja de arroz (Trigonotylus colelestialium), etc., TILENQUIDOS
inclusive los nemitodos de lesién de raiz de café (Pratytlenchus
coffeae), nemdtodo de quiste de papa (Globodera rostochiensis),
anguilulosis de la raiz (Melocidogyne 8p.), nemdtodo de los
citrus (Tylenchulus semipenetrans), Aphelenchus. sp (Aphelenchuse
avenae), nematodo de foliar de crisantemo (Aphelenchoides
ritzemabosi), etc., y ORTOPTEROS que incluyen el gorgojo de
arroz (Stenchaetothrips biformis), etc.

Adicionalmente, los controladores de plaga de la
presente invencién producen menores efectos perjudiciales contra
los ingectos titiles, por ejemplo, gusano de seda (Bombyx mori),
larva del poroto {Oemia cornifrons) y lo similar, de esta manera
se pueden mencionar com insecticidas altamente seguros.

Los nombres zoolSgicos y lo similar esté&n de acuerdo
con la Sociedad de Zoologia y Entomologia Aplicada de Japénm,
"List of Agricultural and Forest Injurious Animals and Insects",
publicado en 1987.

[0073]

El controlador de plaga que contiene como ingrediente
activo el derivatdo (tiona) aminoquinazolinona sustituido de la
f6rmula general (I) o sal del mismo de la presente invencién
posee un marcado efecto de control en las plagas de insecto,
plagas sanitarias, y/o nematodos ejemplificados precedentemente

que son dafiinos para los campos de arroz, &rboles frutales,
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verduras y otrose cultivos, y flores y plantas ornamentales. Por
consiguiente, el efecto deseado del insecticida de la presente
invencién puede ser obtenido aplicando el insecticida al agua
del campo de arroz, la planta de arrozal, los &rboles frutales,
verduras, otros cultivos, semillas de flores y plantas
ornamentales, raices, tallos y hojas de plantas, suelo, etc.,
o al dentro de una casa o regaderas automiticas alrededor de una
casa en la cual las plagas de insecto sanitarias dafiinas para
los hombres y bestias ejemplificadas precedentemente se
presentan o se espera que se presenten. La aplicacidn se lleva
a cabo en una estacién en la cual se espera que las plagas del
insecto, plagas sanitarias o nemidtodos aparezcan, antes de Bu
aparicién o en el momento en el -cual su presencia esté
confirmada. La presente invencifn sin embargo no debe limitarse
a éstas modalidades de realizacién.

[0074]

Cuando el derivado (tiona) aminoquinazolinona
sustituido de la f6rmula general (I) o sal del mismo de la
presente invencién se usa como un controlador de plaga, el
derivado o Bal 8se prepara generalmente en las formas
convenientemente utilizables segin una modalidad convencional
para la preparacifn de agroquimicos.

Es decir, el derivado (tiona) aminoquinazolinona
gustituido de la f6rmula general (I) o sal del mismo de la

presente invencifn y, opcionalmente, un auxiliar es mezclado con
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un portador inerte conveniente en una proporcién apropiada y se
prepara en una modalidad de la preparacifén conveniente como una
suspensién, concentrado emulgionable, concentrado soluble, polvo
humectable, grédnulos, polvo © tabletas a través de 1la
disolucién, dispersién, suspensifén, mezcla, impregnaciébn,
adsorcién o pegado.

El portador inerte usado en la presente invencién
puede ser s86lido o liquido. Como el portador s6lido, pueden
ejemplificarse harina de soja, harina de cereal, aserrin de
madera, polvo de corteza, polvo de aserrin, polvo de tallo de
tabaco, polvo de céscara de nuez, salvado, polvo de celulosa,
‘'residuo de extraccién de verduras, polvos o resinas de polimeros
sintéticos, arcillas (caolin por ej., bentonita, y la arcilla
dcida), talcos (talco por ej. y pirofilita), polvo de silice o
escamas (tierra de diatomeas por ej., arena de silice, mica y
carbSn blanco, es decir sintético, #&cido sgilicico de alta
dispersifn, también llamado sflice hidratado finamente dividido
o @&cido @silicico hidratado, algunos de 1los productos
comercialmente disponibles, contienen silicato de calcio como
el componente principal), carbén activado, polvo de azufre,
piedra pSmez en polvo, tierra de diatomeas calcinada, polvo de
ladrillo, ceniza de mosca, arena, polvo de carbonato de calcio,
polvo de fosfato de calcio y otros polvos inorgédnicos o
minerales, fertilizantes quimicos (por ej. sulfato de amonio,

fosfato de amonio, nitrato de amonio, urea y cloruro de amonio),
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y abonos. Estos portadores pueden usarse solos O cOmo una mezcla
de loe mismos.

[0075)

Bl portador liquido es aquel gque por si mismo posee
solubilidad o que no posee tal solubilidad pero que es capaz de
dispersar un ingrediente activo con la ayuda de un auxiliar. Los
piguientes son ejemplos tipicos del portador liquido y puede
usarse 8olo o como una mezcla de los mismos. El Agua; metanoles
tales como alcoholes, etanol, isopropanol, butancl y etilén
glicol; cetonas tales como acetona, etilo metil cetona, metil
isobutil cetona, diiscbutil cetona y ciclohexanona; &teres tales
como etil é&ter, dioxano, cellosolve, dipropil éter vy
tetrahidrofurano; hidrocarburos alif&ticose como querosén y
aceite mineral; los hidrocarburos aromiticos tales como benceno,
tolueno, xileno, nafta 8solvente y algquilnaftalenos; 1los
hidrocarburos halogenados tales como dicloroetano, cloroformo
y tetracloruro de carbono; ésteres tales como etil cetato,
diisopropil ftalato, dibutil ftalato y dioctil ftalato; amidas
tales como dimetilformamida, dietilformamida y dimetilacetamida;
nitrilos tales como acetonitrilo; y dimetil sulféxido.

[0076]

Lo siguiente son ejemplos tipicos del auxiliar, el
cual se usa dependiendo en los propésitos y se usa solo o en
combinacién en algunos casos, © no necesita ser usado en

absoluto.
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Se utiliza para emlsionar, dispersar, disolver y/o
humectar un ingrediente activo, un agente tensiocactivo. Como el
agente tensioactivo, pueden ejemplificarse alquil é&teres de
polioxietileno, alquilaril éteres de polioxietileno,
polioxietilén é&steres de dcidc graso superior, resinatos de
polioxietileno, sorbitan monolaurato de polioxietileno, sorbitan
monooleato de polioxietileno, alquilarilsulfonatos, los
productoe de 1la condensacién de 4&cido naftalensulfénico,
ligninsulfonatos y ésteres sulfato de alcohol superior.

[0077]

Ademéis, para estabilizar 1la dispersién de un
ingrediente activo, su adhesién y/o unifn, pueden usarse
auxiliares tales como caseina, gelatina, almidén, metil
celulosa, carboximetil celulosa, goma ardbiga, polivinil
alcoholes, trementina, aceite de salvado, bentonita vy
ligninsulfonatos.

Para mejorar la fluidez de un prpducto s6lido, pueden
usarse auxiliares tales como ceras, estearatos y fosfatos de
alquilo.

Los auxilires tales como los productog de la
condensacifn de &4cido naftalensulfénico y policondensados de
fosfatos pueden usarse como un peptizador para los productos
dispersables.

Los auxiliares tales como aceites de silicona también

pueden ser usados como un agente de despumacién.
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El contenido del ingrediente activo puede variar segn
sea requerido. En polvos o grédnulog, el volumen conveniente es
desde 0,01 a 50 ¥ en peso. En concentrado emulesionable o polvos
humectables diluibles, también es de 0,01 a 50% en peso.

[0078]

El controlador de plaga que contiene como ingrediente
activo el derivado (tiona) aminoquinazolinona sustituido de la
f6rmula general (I) o sal del mismo de la presente invencién se
usan para controlar una variedad de plagas de insecto de la
manera siguiente. Es decir, se aplica a las plagas de insecto
o un sitio en donde no se desea que se presenten o crezcan las
plagas del insecto, tal como estd © después de diluirse
apropiadamente con o suspendido en agua o lo similar, en una
cantidad eficaz para el control de las plagas de insecto.

La dosis de aplicacién del controlador de plaga que
contiene como un ingrediente activo el derivado (tiona)
aminoquinazolinona sustituido de la f6rmula general (I) o sal
del mismo de la presente invenclén varia dependiendo de diverocs
factores tales como propbésito, plagas de insecto a ser
controlado, estado de crecimiento de una planta, tendencia de
aparicién de plagas d@e insecto, clima, condiciones
medioambientales, forma de la preparacién, método de aplicacién,
sitio de aplicaci6n y tiempo de aplicacién. Puede elegirse
apropiadamente en el rango desde 0,1 g hasta 5 kg (en términos

del ingrediente activo) por 0,1 hectdrea dependiendo de los
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propdsitos.

El controlador de plaga que contiene como ingrediente
activo el derivado (tiona) aminoquinazolinona sustituido de la
f6rmula general (I) o sal del mismo de la presente invencién
puede usarse en una mezcla con otros insecticidas o fungicidas
para extender tanto el espectro de especie de plaga de lnsecto
controlable como el periodo de tiempo cuando las aplicaciones
eficaces son posibles o para reducir la dosificacién.

Los ejemplos de formulacién y ejemplos de prueba
tipicos de la presente invencién se describen a continuacién
pero los mismos no deben interpretarse como limitadores del
alcance de la invencién.

En los ejemplos de formulacién, las partes son todas

en peso.
[0079]
Ejemplo de Formulacidn 1
Cada compuesto enumerado en Tablas 50 partes
3ya4
Xileno 40 partes
Mezcla de polioxietilen 10 partes

nonilfenil éter y calcio
alquilbencensulfonato
Un concentrado emulsionable fue preparado mezclando

los ingredientes anteriores uniformemente para efectuar la

disolucién.
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Eiemplo de formulacidn 2
Cada compuesto enumerado en Tablas 3 partes
3y 4
Polvo de la arcilla 82 partes
Polvo de tierra de diatomeas 15 partes

Un polvo fue preparado mezclando uniformemente y
moliendo los ingredientes anteriores.
[0080]
Ejemplo de formulacidn 3
Cada compuesto enumerado en Tablas 5 partes
3y#4
Polvo mezclado de bentonita y arcilla 90 partes
Lignin sulfonato de calcio 5 partes
Los grédnulos fueron preparados mezclando los
ingredientes anteriores uniformemente, y amasando la mezcla
resultante junto con una cantidad conveniente de agua, seguido

por granulacién y secado.

EI ] i E 1 .ﬁ I
Cada compuesto enumerado en Tablas 20 partes
Jy4
Mezcla de caolin y dcido silicico - 75 partes

de alta dispersién sintético,
Mezcla de polioxietilen 5 partes
nonilfenil éter y

alquilbenzenesulfonato de calcio
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Un polvo humectable fue preparade mezclando
uniformemente y moliendo los ingredientes anteriores.

[0o081]

Ejemplo de prueba 1
Bficacia del control contra el pulgén verde del duraznero
{(Myzus pergicae)

Una planta de repollo de la china se planté en cada
una de las macetas de pléstico con un didmetro de 8 cm y una
altura de 8 cm y los pulgones verdes del duraznero se propagaron
en la planta después de lo cual se contaron los parésitos en
cada maceta.

Cada uno de los derivados aminoquinazolinona (tiona)
gustituidos de la f6rmula general (I) o sal del mismo de la
presente invencién que se enumera en las Tablas 3 y 4 se
dispersé y se diluyd en agua para obtener un liquido quimico de
500 ppm. Los tallos y hojas de las plantas de repollo de la se
China se rociaron con el liquido quimico y se secaron por aire,
Yy luego las macetas se almacenaron en un invernidculo. Seis dias
después del rociado, los pulgones verdes del duraznero
parasitario en cada planta de repollo de la China se contaron
Y el grado de eficacia de control fue calculado por medio de la
ecuacién siguiente, con la cual el efecto del insecticidal se
evalu§ seglin el criterio indicado a continuacién.

[0082)

Bficacia de control = 100 - {(T x Ca)/(Ta x C)}x 100
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Ta: ntGmero de parisitos antes de rociar en grupo tratado,
T: nGmero de parédsitos después de rociar en grupo tratado,

Ca: nGmero de pardsitos antes de rociar el grupo no tratado,

C: niimero de pardsitos después de rociar el grupo no tratado.
Criterio:
Eficacia Porcentaje de control (%)
A 100
B 99 - 90
C 89 - 80
D 79 - 50
foos3]
Elemplo de prueba 2

Efecto insecticida en el langosta marrén de arroz
(Nilaparvata Lugens)

Cada uno de los derivados (tiona) aminoquinazolinona
sustituidos de la f6rmula general (I) o sal del mismo de la
presente invencién enumerados en Tablas 3 y 4 se dispersd y se
diluy6 con agua para obtener un liquido quimico con 500 ppm. Las
plantas de arroz (cultivo: Nihonbare) se sumergieron en el
liquido quimico durante 30 sequndos y se secl por aire después
de lo cual cada planta se coloca en un tubo de ensayo de vidrio
y se inocul6 con 10 ninfas de tercer etapa de langosta marrén
de arroz, y el tubo de ensayo se tapa con un tapén de algoddn.
Ocho dias después de la inoculacién, se contaron los especimenes

muertos y vivos. La tasa de mortalidad fue calculada por la
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ecuacién siguiente y el efecto de control se evalud segln el

criterio descripto a continuacién.

Mortalidad de larvas corregida (%) = {(Ca/c-Ta/T)/Ca/c)x100
Ta: nGmero de ninfas vivas en grupos tratados
T: nGmero de ninfas inoculadas en grupos tratados
Ca: nimero de ninfas vivas en el grupo no tratado
C: nimero de ninfas inoculadas en grupos no tratados
Criterio: igual que el de Ejemplo de prueba 1.
[0084]
Ejemplo de prueba 3
Prueba insecticida en mosca blanca del invernadero
(Trialeurodes vaporariorum)

Cada unc de los compuestos de la presente invencién
enumerados en Tabla 3 y Tabla 4 se dispersaron y se diluyeron
con agua para preparar un liquido de prueba que contiene 100 ppm
del compuesto de la prueba. Mediante utilizacién de una pistola
rociadora, el liquido de prueba se rocié en la superficie de una
hoja de planta de tomate colocada en una ampolla de 20 ml que
contiene agua en una mesa giratoria. Después de secado por aire,
la hoja tratada con el liquido de prueba se coloca en un
cilindro de vidrio, y se inoculs con 20 adultos de mosca blanca
de invernadero. Después de la inoculaci6n, la hoja se puso en
un invernadero, y el nimero de adultos de mosca blanca del

invernadero fue contado. La tasa mortalidad de los adultos se
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calculs de manera similar a la realizada en el Ejemplo de prueba
2, y el efecto insecticidal de cada uno de los compuestos de
prueba fue evaluado por un método idéntico al Ejemplo de prueba
1.

[oo85]

De los resultados obtenidos en Ejemplo de prueba 1,
2 y 3 se desprende: en el Ejemplo de prueba 1, los Compuestos
No. 6, 18, 22, 26, 30, 119, 135, 139 y 143 demostraron un efecto
ingecticida excelente calificado con A contra el pulgén verde
del duraznero (Myzus persicae); en el Ejemplo de prueba 2, los
Compuestos No. 6, 18, 22, 26, 30, 119, 135, 139 y 143
demostraron un efecto insecticida excelente calificado con A
contra la langosta (Nilaparvata lugens); y en el Ejemplo de
prueba 3, los Compuestos No. 6, 10, 14, 18, 22, 26, 30, 38, 78,
86, 90, 119, 135, 139 y 143 demostraron un efecto insecticida
excelente calificado con D o superior contra la mosca blanca del
invernadero (Trialeurodes vaporariorum); particularmente, los
Compuestos No. 6, 18, 22, 26, 30, 119, 135, 139 y 143
demostraron un efecto insecticida excelente calificado con A.

[0086]

[Efectos de la invencién]

Los controladores de plaga de la presente invencién
conteniendo, como el ingrediente activo, derivados (tiona)
aminoquinazolinona sustituidos o Bales de los mismos

representados por la f6rmula general (I) poseen excelente efecto
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insecticida en bajas dosis contra la mosca blanca de invernadero
(Trialeurodes vaporariorum) y lo similar, respecto a compuestos
convencionales con estructura quimica andloga que no presentan
el efecto insecticida deseado. De esta manera, los activo,
derivados (tiona) aminoquinazolinona sustituidos de la presente
invencién son excelentes controladores de plagas en comparacién

con los controladores convencionales.



[Titulo del documento] Resumen
[Resumen]
[Medios de resolucién]

Un controlador de plaga que contiene, como ingrediente
activo, un derivado (tiona) aminoquinazolinona sustituido o sal
del mismo representado por la f6rmula general (I):

[(P6rmula 1]

Xn

SO G

R
[en donde R es H, OH, grupo formilo, grupo halo(C,.) alguilo,
grupo hidroxi({(C,  )alquilo, grupo alquenilo (C,,), grupo
alquil (C,_ ) amino (sustituido), grupo aminocarbonilo
(sustituido), grupo fenil(C,,)alquilo (sustituido), grupo
fenilalquinil (C, ;)alquilo (sustituido), grupol, 3-dioxolan-2-11-
alquilo (C,.,), grupo ftalimido(C,.)alquilo y lo similar; R, es
grupo heterociclico de 5 a 6 miembros que posee 1 a 3
heterodtomos seleccionadoe del grupo que consiste de O, S y N;
Y es O 6 8; Z es grupo de la f6rmula -N=C(R,)- o -N(R,)-CH(R,)
(en donde cada uno de R, y R, es &tomo de hidrégeno, grupo
alquilo (C,,) o lo similar); X es Br, I, OH, CN, grupo alquilo
(C,.¢} » grupo alquenilo (C,.)., grupo aminocarbonilo (sustituido),
grupo feniloxilo (sustituido) o lo similar; n es un entero de

0 a 4].
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[Efecto]
Dicho derivado aminoquinazolinona sustituido o sal del
mismo posee excelente efecto ingecticida a bajas dosis contra
la mosca blanca del invernadero (Trialeurodes vaporariorum) y

lo similar respecto a compuestos convencionales con estructura

quimica similar que no presentan el efecto insecticida deseado.

[Dibujo seleccionado]l Ninguno
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[Titulo del documento] Descripcién
[Tftulo de la invencién] DERIVADOS (TIONA) AMINOQUINAZOLINONA
SUSTITUIDOS O SALES DE LOS MISMOS,
COMPUESTOS INTERMEDIOS DE LOS MISMOS,
Y CONTROLADORES DE PLAGAS Y UN METODO
PARA UTILIZACION DE LOS MISMOS
[Alcance de reivindicacién para una patente]
[Reivindicacién 1] Un derivado (tiona) aminoguinazolinona
sustituido garacterizadg por que estd representado por 1la
f6rmula general (I), o una sal del mismo:

[F6rmula 1]

Xn

-Z-R1
J\Y (1)
N
l
R

en donde R es un 4dtomo de hidrégeno; un grupo hidroxilo; un
grupo formilo; grupo alquilo (C,.,,); un grupo halo(C,)alquilo;
un grupo hidroxi (C, ) alquilo; un grupo alquenilo (C,,); un grupo
alquinilo (C,,); un grupo alcoxilo (C,,); un grupo halo (C,)
alcoxilo; un grupo alcoxi (C,)alquilo(C,,); un grupo alcoxi
(C,¢)alcoxi(C,,)alquilo(C,.,) ; un grupo alquiltio(C,); un grupo
halo(C, ¢()alquiltio; un grupo alquilsulfinilo (C,,); un grupo
algquilsulfonilo (C,,); un grupo alquiltio (C,.) alquilo (C,,);

un grupe dialcoxi(C,.,)alquilo(C,.,) en el cual los grupos
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alcoxilos (C,.,) pueden ser iguales o diferentes; un grupo alquil
(C,.¢)amino sin sustituir; un grupo alquil(C, ;)amino sustituido
que posee uno o dos sustituyentes que pueden ser iguales o
diferentes y se selecciona del grupo que consiste de grupos
alquilo (C,¢), grupos halo(C, ,)alquilo, grupos alquenilo (C,.)
Y grupos alquinilo (C,,); un grupo ciano(C,. )alquilo; un grupo
alquilcarbonilo (C,.); un grupo alcoxicarbonilo (C,.¢); un grupo
hidroxicarbonil (C,,,)alquilo; un grupo alcoxicarbonil
(C,¢)Jalquilo(C,,); un grupo aminocarbonilo sin sustituir; un
grupo aminocarbonilo sustituido que posee uno © dos
pustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de grupos alquilo (C,,),
grupos alquenilo (C,,) y grupos algquinilo (C,.,); un grupo
cicloalquil (C,.)alquilo(C,,); un grupo fenil(C,;)alquilo sin
sustituir; un grupo fenil (C, ,)alquilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
y Be seleccionan del grupo que consiste de dtomos de halbgeno,
grupos nitro, grupos ciano, grupos aiquilo (C,.¢) , grupos
halo(C,_,) alquilo, grupos alcoxilo (Cyg) s grupos
halo{C, ()alcoxilo, grupos alquiltio (Cy) Y grupos
halo(C, ;) alquiltio; un grupo fenilcarbonilo sin sustituir; un
grupo fenilcarbonilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de &tomos de halégeno, grupos

nitro, grupos ciano, grupos alquilo {C,.q) « grupos
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halo(C,.;)algquilo, grupos alcoxilo (C,¢) s grupos halo
(C,.(}Jalcoxilo, grupos alquiltio (C,,) y grupocs halo (C,,)
alquiltio; un grupo feniltio sin sustituir; un grupo feniltio
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de &tomos de halbSgeno, grupos nitro, grupos ciano, grupos
alquilo (C,.,), grupos halo(C, ,)alquilo, grupos alcoxilo (C,,),
grupos halo (C,)alcoxilo, grupos alquiltio (C,,) y grupos
halo(C,. ) alquiltio; un grupo fenilsulfonilo sin sustituir; un
grupo fenilsulfonilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y B8e
seleccionan del grupo que consiste de Atomos de haldgeno, grupos
nitro, grupoce ciano, grupos alquile (C,,), grupos halo(C, )
alquilo, grupos alcoxilo (C,.,), grupos halo(C,_,)alcoxilo, grupos
alquiltio (C,.) y grupos halo(C,)alquiltio; un grupo fenil(C,_)
alquilsulfonilo gin sustituir; un grupo fenil (C, )
alquilsulfonilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de Atomos de halSgeno, grupos
nitro, grupos ciano, grupos alquilo (C,,), grupos halo(C,.)
alquilo, grupos alcoxilo (C,), grupos halo(C,_,}alcoxilo, grupos
alquiltio (C..¢) Y grupos halo(C,.;)alquiltio; grupo
feniloxicarbonilo sin sustituir; un grupo feniloxicarbonilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden

ser iguales o diferentes y se seleccionan del grupo que consiste
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de &tomos de halbgeno, grupos nitro, grupos ciano, grupos
alquilo (C,.,), grupos halo(C,..)alquilo, grupos alcoxilo (C,,),
grupos halo (C,.)alcoxilo, grupos alquiltio (C,,) y grupos
halo(C,.,) alquiltio; un grupo feniloxi(C,,)alquilo sin
sustituir, un grupo feniloxi (C, ,) alquilo sustituido que posee en
el anillo 1 a 5 sustituyentes que pueden ser iguales o
diferentes y Be seleccionan del grupo que consiste de &tomos de
halégeno, grupos nitro, grupos ciano, grupos alquilo (C,.),
grupos halo(C,,) alquilo, grupos alcoxilo (C,,), grupos
halo(C, ;)alcoxilo, grupos alquiltio (Cy6) Y grupos
halo(C,.¢)alquiltio; un grupo fenil (C,.)alquenilo sin sustituir,
un grupo fenil(C, )alquenilo sustituido que posee en el anillo
1 a 5 sustituyentes que pueden ser iguales o diferentes y se
geleccionan del grupo que consigte de dtomos de halSgeno, grupos
nitro, grupos ciano, grupos alquilo (Cid) s grupos
halo(C,.,)alquilo, grupos alcoxilo (C,.¢) . grupos
halo(C, ¢()alcoxilo, grupos alquiltio (C,.,), grupos halo(C,,)
alquiltio y grupos alquilendioxilo (C,,); un grupo fenil(C,.,)
alquinilo sin sustituir; un grupo fenil (C, ) alquinilo sustituido
que posee en el anillo 1 a 5 sustituyentes que pueden ser
iguales o diferentes y se seleccionan del grupo que consiste de
dtomos de halSgeno, grupos nitro, grupos ciano, grupos alquilo

(C,-¢), grupos halo(C, ,)alquilo, grupos alcoxilo (C,.,), grupos
halo (C,.¢)alcoxilo, grupos alquiltio (Cie) + grupos

halo(C, ()alquiltio y grupos alquilendioxilo (C,,); un grupo
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fenil (C, ,)alquinil (C,,) alquilo sin sustituir; un grupo fenil (C,.

5

Jalquinil{C, ,)alquilo sustituido que posee en el anillo 1 a §
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de dtomos de halégeno, grupos
nitro, grupos ciano, grupos alquilo (Cig) s grupos
halo(C,_,)alquilo, grupos (C,.e) alcoxilo, grupos halo
(C,.¢)alcoxilo, grupos alquiltio (C;.,), grupos halo(C,,)algquiltio
Yy grupo alquilendioxilo (C,.;); un grupo 1,3-dioxolan-2-il(C,.,)}
alquilo; o un grupo ftalimido{(C,)alquilo,

R, es un anillo heterociclico de 5- 6 6- miembros que posee
1 a 3 heterodtomos que pueden ser iquales o diferentes y se
gseleccionan del grupo que conslste de dtomo de oxigeno, dtomo
de azufre y dtomo de nitr6geno, dicho anillo heterociclico puede
tener 1 a 5 sustituyentes que pueden ser iguales o diferentes
y se seleccionan del grupo que consiste de &tomos de halégeno,
grupos ciano, grupos alquilc (C,.), grupos halo(C,,)alquilo y
grupos alcoxilo (C,,), y el atomo de nitrégeno en el anillo
heterociclico puede formar un grupo N-6xido,

Y es el d&tomo de un oxigeno o un &tomo de azufre,

Z es

-N=C(R,) -
(en donde R, ea un 4tomo de hidrégeno, un grupo alquilo (C,.,) o
un grupo halo(C,_,)alquilo), o
-N(R,) -CH(R,) -

(en donde R, es igual al definido precedentemente, y R, €8 un
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&tomo de hidrégeno, un grupo alquilo (C,), un grupo formilo, un

6

grupo alquilcarbonilo (C,.5) o un grupo halo(C..,)
alquilcarbonilo),

X puede ser igual o diferente, y es un &tomo de bromo, un
dtomo de iodo; un grupo hidroxilo; un grupo ciano; un grupo
alquilo (C,,); un grupo halo(C,,,)alquilo; un grupo alquenilo
(C,.¢) ; un grupo halo(C, ;}alquenilo; un grupo alquinilo (C,,); un
grupo alcoxilo (C,,); un grupo halo(C,)alcoxilo; un grupo
alquiltio (C,,); un grupoc halo(C,..)alquiltio; un grupo
alquilsulfinilo (C,,); un grupo halo(C, )alquilsulfinilo; un
grupo alquilsulfonilo (C,.); un grupo halo(C, (}alquilsulfonilo;
un grupo carboxilo; un grupo alcoxicarbonilo (C,.); un grupo
aminocarbonilo sin sustituir: un grupo aminocarbonilo sustituido
que posee uno o dos sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de grupo
alquilo (C,), grupc alquenilo (C,,) y grupc alguiniloc {C,); un
grupo carboxi(C, )alquilo; un grupo alcoxicarbonil(C,_,)
alquilo(C,.,) ; un grupo aminocarbonil (C, ;) alquilo sin sustituir;
un grupo aminocarbonil(C,.,)alquilo sustituido que posee uno o
dos sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de grupo alquilo (C,.,), grupo
alquenilo (C,,) y grupo alquinilo (C,,); un grupo 4cido
sulfénico; un grupo &ster &cido sulfénico; un grupo sulfonamida
que posee un grupo alquilo (C,,), un grupc alquenilo (C,,) © un

grupo alguinilo (C,,) en el &tomo de nitrfgeno; un grupo
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alcoxisulfonilo (C,}; un grupo aminosulfonilo sustituido que
posee uno o dos sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de grupo
alquilo (C,.), grupo alquenilo (C,.) y grupo alguinilo (C,,); un
grupo fenilo sin sustitulr; un grupo fenilo sustituido que posee
en el anillo 1 a 5 sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que congiste de &tomos de
halégeno, grupo nitro, grupo ciano, grupo alquilo (C,.), grupo
halo(C, ;)alquilo, grupo alcoxilo (C,,)}, grupo halo(C,,)
alcoxilo, grupo alquiltio (C,,), grupo halo(C, ;)alquiltio, grupo
alcoxisulfonilo (C,,) y un grupo aminosulfonilo sustituido que
posee uno o dos sustituyentes que pueden B8ser iguales o
diferentes y se seleccionan del grupo que congiste de grupo
alquilo (C,.), grupo alquenilo (C,.) y grupo alquinilo (C,,); un
grupo fenil(C,;)alquilo sin sustituir; un grupo fenil(C,.,)
alquilo sustituido que posee en el anillo 1 a 5 sustituyentes
que pueden ser iguales o diferentes y se seleccionan del grupo
que consiste de &tomos de halSgeno, grupo nitro, grupo ciano,
grupo alquilo (C,,), grupo halo(C,.,)alquilo, grupo alcoxilo
(Ci.¢) » grupo halo(C, )alcoxilo, grupo alquiltio (C,,) y grupo
halo(C, ;) alquiltio; un grupo feniloxilo sin sustituir; un grupo
feniloxilo sustituido que posee en el anillo 1 a 5 sustituyentes
que pueden ser iguales o diferentes y se seleccionan del grupo
que consiste de &tomos de halégeno, grupo nitro, grupo ciano,

grupo alquilo (C,,), grupo halo(C, )alquilo, grupo alcoxilo

J
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(C,.¢) ., grupo halo(C, . )alcoxilo, grupo alquiltio (C,,) y grupo
halo(C, ;)Jalquiltio; y n es un entero de valor 0 a 4.

[Reivindicacién 2] Un derivado (tioma) aminoquinazolinona
gustituido o una sal del mismo de acuerdo con la reivindicacién
1, caracterizado por que R es un &tomo de hidrbégeno; un grupo
formilo; un grupo alquilo (C,.); un grupo halo(C, ()alquilo; un
grupce alquenilo (C,,); un grupo alquinilo (C,,); un grupo
alcoxilo (C,,); un grupo halo(C, ) alcoxilo; un grupo (C,)
alcoxi (C,.,) alquilo; un grupo alcoxi (C, ¢()alcoxi (C,.;) alquilo(C,.,) ;
un grupo alquiltio (C,..); un grupo halo(C,.)alquiltio; un grupo
alquil (C,.;)amino sin sustituir; un grupe alquil(C, ,)amino
sustituido que posee uno o dos sustituyentes que pueden ser
iguales o diferentes y se seleccionan del grupo que consiste de
grupo alquilo (C,,), grupo halo(C, )alquilo, grupo alquenilo
(Ci¢) Y grupo alquinilo (C,,):; un grupo ciano(C, ,)alquilo; un
grupo alquilcarbonilo (C,); un grupo alcoxicarbonilo (C,.}; un
grupo hidroxicarbonil (C,.,)alquilo; un grupo alcoxicarbonil (C,. )
alquilo(C,,); un grupo cicloalquil(C,.)alquilo{C,.,); un grupo
fenil(C, ;)alquilo sin sustituir; un grupo fenil(C,;)alquilo
sustituido que que posee en el anillo 1 a 5 sustituyentes que
pueden ser iguales o diferentes y se sBeleccionan del grupo que
consiste de &tomos de halSgeno, grupo nitro, grupo ciano, grupo
alquilo (C,,), grupo halo{C,.)alquilo, grupo alcoxilo (C,.,),
grupo halo(C,)alcoxilo, grupo alquiltio (C,,) y grupo

halo(C, () alquiltio; un grupo fenilcarbonilo sin sustituir; un
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grupo fenilcarbonilo sustituido que posee en el anillo 1 a 5

sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consgiste de dtomos de halfSgeno, grupo
nitro, grupo ciano, grupo alquilo (C,.;), grupo halo(C, (}alquilo,
grupo alcoxilo (C,,), grupo halo(C,,)alcoxilo, grupo alquiltio
(C,s) y grupos halo(C,,)alquiltio; un grupo feniltio sin
sustituir; un grupo feniltio sustituido que posee en el anillo
1 a 5 sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de 4tomos de halfSgeno, grupo
nitro, grupo ciano, grupo alquilo {(C,.,), grupo halo{(C,)alquilo,
grupo alcoxilo (C,), grupo halo(C,  alcoxilo, grupo alquiltio
(Ci.¢) Y grupo halo(C,)alquiltio; un grupo fenil(C,.)alquenilo
8in pustituir; un grupo fenil (C,_.)alqugnilo sustituido gque posee
en el anillo 1 a 5 sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de &tomos de
halégeno, grupo nitro, grupo ciano, grupo alquilo (C,,), grupo
halo(C, (}alquilo, grupo alcoxilo (C,,), grupe halo(C,.,)
alcoxilo, grupo alquiltio (C,.,), grupo halo(C,  )alquiltio y
grupos alquilendioxilo (C,.,); un grupo fenil (C,,)alquinilo sin
sustituir; o un grupo fenilalquinil(c,_.)-alquilo (C,.,)
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser lguales o diferentes y se seleccionan del grupo que consiste
de &tomos de halSgeno, grupo nitro, grupo ciano, grupos alquilo
(Ci-¢) » grupo halo(C,.¢)alquilo, grupo alcoxilo (C,.), grupo halo
(C,.¢)alcoxilo, grupo alquiltio (C,,), grupo halo(C, . alquiltio
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y grupos alquilendioxilo (C,.,},

R, es un anillo heterociclico de 5- o 6- miembros que posee
1 a 3 heteroidtomos que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste del dtomo de oxigeno, &tomo
de azufre y &4tomo de nitrégeno, dicho anillo heterociclico puede
tener 1 a 5 sustituyentes que pueden ser iguales o diferentes
y se seleccionan del grupo que consiste de d&tomos de halégeno,
grupos ciano, grupos alquilo (C,.,), grupo halo(C, )alquilo y
grupo alcoxilo (C,,), y el &tomo de nitr6geno en el anillo
heterociclico puede formar un grupo N-6xido,

Y es 4tomo de oxigeno o un dtomo de azufre,

-N-c (R’) -
(en donde R, es un &tomo de hidrégeno, un grupo alquilo (C,,) o
un grupo halo(C,_,)alquilo), o

-N(R,;) -CH(R,) -
(en donde R, es un dtomo de hidrégenc o un grupo alquilo (C,.,).
Y R, es un &tomo de hidrSgeno, un grupo alquilec (C,), grupo
formilo, un grupo alquilcarbonilc (C,.,) o un grupo halo(C,,)
alquilcarbonilo ),
X puede ser igual o diferente, y es un dtomo de bromo; un
dtomo de iodo; un grupo hidroxilo; un grupo alquilo (C,); un

grupo alaquenilo (C,.,); un grupo alquinilo (C,,); un grupo halo
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(C,..)alquilo, un grupo alcoxilo (C,); un grupo halo(C,.)
alcoxilo; un grupo alquiltio (C,..); un grupo halo(C, ¢)alquiltio;
un grupo alquilsulfinilo (Cy-¢) un grupe halo(C,,)
alquilesulfinilo; un grupo alquilsulfonilo (C,.); un grupo halo
{(C,.¢)alquilgulfonilo; un grupo carboxilo; un grupo
alcoxicarbonilo (C,); un grupo aminocarbonilo sin sustituir; un
grupo aminocarbonilo sustituido que posee uno o dos
sustituyentes que pueden ser iguales o diferentes y Bse
seleccionan del grupo que conslste de grupos alquilo (C,,),
grupo alquenilo (C,.,) y grupo alquinilo (C,.;); un grupo fenilo
sin sustituir; un grupo fenilo sustituido que posee en el anillo
1 a 5 sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de dtomos de haldgeno, grupo
nitro, grupos ciano, grupo alquilo (Ci-¢) + grupo
halo(C, ¢)alquilo, grupo alcoxilo (C.6) grupo halo
(C,.¢)alcoxilo, grupos alquiltio (C,_¢) Y grupos
halo(C,.¢) alquiltio; un grupo fenil (C,.,)alquilo sin sustituir; un
grupo fenil (C,.,)alquilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden sea iquales ¢ diferentes y Bse
seleccionan del grupo que consiste en dtomos de halégeno, grupo
nitro, grupos ciano, grupc alquilo (C,,), grupo halo(C,)
alquilo, grupo alcoxilo (C,.,), grupo halo(C,.)alcoxilo, grupos
algquiltio (C, ) y grupos halo(C,  )alquiltio; un grupo feniloxilo
8in sustituir; o un grupo feniloxilo sustituido que posee en el

anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
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y se seleccionan del grupo que consiste de &tomos de halégeno,
grupo nitro, grupos ciano, grupo alquilo (C,), grupo halo(C,.,)
alquilo, grupo alcoxilo (C,,), grupo halo{(C,,)alcoxilo, grupos
alquiltio (C,) y grupos halo(C,,)alquiltio; y n es un enterc de
valor 0 a 4.

[Reivindicaci6én 3] Un derivado (tiona) aminoquinazolinona
sustituido o una sal del mismo de acuerdo con la reivindicacién
2, caracterizado por que R es un dtomo de hidrégeno; un grupo
formilo; un grupo alquilo (C,.,); un grupo halo(C, ¢ )alquilo; un
grupo alquenilo (C,.,); un grupo alquinilo (C,,); un grupo
alquiltio (C,,); un grupo halo(C, )alquiltio; wun grupo
alquilcarbonilo (C,.); un grupo alcoxicarbonilo (C,.):; un grupo
alcoxicarbonil (C, ;) alquilo(C,.,) ; un grupo fenilcarbonilo sin
sustituir; un grupo fenilcarbonilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
Yy se seleccionan del grupc que consiste de &tomos de halégeno,
grupo nitro, grupo ciano, grupo alquilo (C,.), grupo halo(C,.)
alquilo, grupo alcoxilo (C,,), grupo halo(C,,)alcoxilo, grupo
alquiltio (C,,) Yy 4grupos halo(C,,)alquiltio; un grupo
fenil (C,.;) alquenilo sin sustituir; un grupo fenil(C,)alquenilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de &tomos de halSgeno, grupo nitro, grupo ciano, grupo alquilo
(C,-¢) . grupo halo(C, ()alquilo, grupo alcoxilo (C,,), grupo halo
(C,.¢)alcoxilo, grupo alquiltio (C..¢) Y 9grupos halo
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(C,.¢)alquiltio; un grupo fenil(C,,)alquenilo sin sustituir; un
grupo fenil (C,,)alquenilo sustituido que posee en el anillo 1 a
5 sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consigte de &tomos de halégeno, grupos
nitro, grupos ciano, grupo alquilo (C,.¢) » grupo
halo{(C,_ ()alquilo, grupo alcoxilo (Cy-¢) » grupo halo
(C,.¢)alcoxilo, grupo alquiltio (C,,), grupo halo(C,)alquiltio
y grupo alquilendioxilo (C,.,), un grupo fenil(C,,)alquinilo sin
sustituir; un grupo fenil(C,.,)alquinil(C,.,)alquilo sustituido
que posee en el anillo 1 a 5 sustituyentes que pueden ser
iguales o diferentes y se seleccionan del grupo que consiste de
dtomos de haldgeno, grupos nitro, grupos ciano, grupo alquilo
(C,.¢) . grupo halo(C,_,)alquilo, grupo alcoxilo (C,.), grupo halo
(C,.¢) alcoxilo, grupo alquiltio (C,), grupo halo(C,.,)alquiltio
Y grupo alquilendioxilo (C,.,;), R* es un grupo piridilo,
Y es 4tomo de oxigeno o un aAtomo de azufre,
Z es
-N=C(R,) -

(en donde R, es un &tomo de hidrégeno, un grupo alquilo (C,,) o
un grupo halo(C,. )alquilo), o

-N(R,) -CH(R,) -
(en donde R, e8 un &tomo de hidrégeno o un grupo alquilo (C,,),
Yy R, es un &tomo de hidr6geno o un grupo alquilo (C,.,),

X puede ser igual o diferente, y es un dtomo de bromo; un
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dtomo de iodo; un grupo hidroxilo; un grupo alquilo (C,.); un
grupo alquenilo (C,.); un grupo alquinilo (C,); un grupo
halo(C,.,)alquilo, un grupo alcoxilo (C,,); un grupo halo(C, )
alcoxilo; un grupo halo(C, )alquiltio; un grupo halo(C,)
alquilsulfinilo; un grupo halo(C, )alquilsulfonilo; un grupo
carboxilo; un grupo alcoxicarbonilo (C,.¢) ; un  grupo
aminocarbonilo sin sustituir; un grupo aminocarbonilo sustituido
que posee uno © dos Bustituyentes que pueden ser iguales o
diferentes y se seleccicnan del grupo que consiste de grupo
alquilo (C,.), grupo alquenilo (C,¢} y grupo alquinilo (C,¢); un
grupo fenilo sin sustitulr; un grupo fenilo sustituido que posee
en el anillo 1 a 5 sustituyentes gue pueden ser iguales o
diferentes y se seleccionan del grupo que congiste de dtomos de
halégeno, grupos nitro, grupoe ciano, grupo alquilo (C,), grupo
halo{(C,.¢()alquilo, grupo alcoxilo (C,,}, grupo halo(C, )
alcoxilo, grupos alquiltio (C,) y grupos halo(C,¢)alquiltio; un
grupo fenil (C, ;)alquilec Bin sustituir; un grupo
fenil(C,.;)alquilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de &tomos de haléSgeno, grupos
nitro, grupos ciano, grupo alquilo (C,,), grupo halo(C,.,)
alquilo, grupo alcoxilo (C,.), grupoc halo(C, ,)alcoxilo, grupo
alquiltio (C,.,) y grupo halo(C, )alquiltio; un grupo feniloxilo
sin sustituir; o un grupo feniloxilo sustituido que posee en el

anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
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y se seleccionan del grupo que consiste de dtomos de halégeno,
grupos nitro, grupos ciano, grupo alquilo (C,.,), grupo halo(C, )
alquilo, grupo alcoxilo (C,,), grupo halo(C,.)alcoxilo, grupo
alquiltio (C,.¢) Yy grupo halo(C, ()Jalquiltio; y n es un entero de
valor 0 a 4.

[Reivindicacién 4] Un compuesto garacterizado por que estd
representado por la férmula general (II),

[F6érmula 2] Xn

&}::ﬂnz (1I)

en donde, X puede ser igual o diferente y es un atomo de bromo,
un &tomo de iodo; un grupo hidroxilo; un grupo ciano; un grupo
alquilo (C,¢); un grupo halo(C, ()alquilo; un grupo alquenilo
(C,.¢) 7 un grupo halo{(C,_)alquenilo; un grupo alquinilo (C,,); un
grupo alcoxilo (C,,); un grupo halo(C, )alcoxilo; un grupo
alquiltio (C,); un grupo halo(C,()alquiltio; un grupo
alquilsulfinilo (C,.,); un grupo halo(C,.)alquilsulfinilo; wun
grupo alquilsulfonilo (C,.); un grupo halo(C,..)alquilsulfonilo;
un grupo carboxilo; un grupo alcoxicarboniloc (C,,); un grupo
aminocarbonilo sin sustituir; un grupo aminocarbonilo sustituido
que posee uno o dos sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de grupo

alquilo (C,,), grupo alquenilo (C,.;) y grupo alquinilo (C,,); un
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grupo carboxi (C,.) alquilo; un grupo
alcoxicarbonil(C,.()Jalquilo{(C,_;) ; un grupo
aminocarbonil (C,.,)alquilo sin sustituir; un grupo

aminocarbonil (C,,)alquilo sustituido que posee uno o dos
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que consiste de grupo alquilo (C,.)., grupo
alquenilo (C,,) y grupo alquinilo (C,,); un grupo de &cido
sulfénico; un grupo &ster dcido sulfénico; un grupo sulfonamida
que posee un &tomo de hidrégeno, un grupo alquilo (C,,), un
grupo algquenilo (C,,) o un grupo alquinilo (C,,) en el dtomo de
nitré6geno; un grupo fenilo sin sustituir; un grupo fenilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de &tomos de halbSgeno, grupo nitro, grupo ciano, grupo alquilo
(C,-¢) » grupo halo(C,.;)alquilo, grupo alcoxilo (C,,), grupo halo
(C,.¢)Jalcoxilo, grupo alquiltio (C,) Yy grupo halo(C,,)
alquiltio; un grupo fenil(C,.,)alquilo sin sustituir; un grupo
fenil (C,.;)alquilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y Bse
seleccionan del grupo que consiste de &dtomo halbégeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C,)
alquilo, grupo alcoxilo (C,), grupo halo(C,,)alcoxilo, grupo
alquiltio (C,.) y grupo halo(C, ()alquiltio; un grupo feniloxilo
sin sustituir; un grupo feniloxilo sustituido que posee en el

anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
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y 8e seleccionan del grupo que consiste de dtomos de halégeno,
grupo nitro, grupo ciano, grupo alquilo (C,), grupo halo(C,.)
alquilo, grupo alcoxilo (C,.), grupo halo(C,,)alcoxilo, grupo
alquiltio (C,) y grupo halo(C,,)alquiltio; n es un entero de
valor 0 a 4; e Y es 4&tomo de un oxigeno o un &tomo de azufre.
[Reivindicacién 5] Un controlador de plaga caracterizado por
que comprende como ingrediente activo un derivado (tiona)
aminoquinazolinona sustituido o una sal del mismo de acuerdo con
las reivindicaciones 1 a 3.
[Reivindicacién 6] Un controlador de plagas caracterizado por
que comprende como ingrediente activo un derivado (tiona)
aminoquinazolinona sustituido o una sal del mismo de acuerdec con
las reivindicacicnes 1 a 3, y uno o mas compuestos agroquimicos
distintos.
[Reivindicacién 7] Un método para controlar plagas
caracterizado por que comprende aplicar un controlador de plaga
que comprende como ingrediente activo un derivado (tioma)
aminoquinazolinona sustituido o una gal del mismo de acuerdo con

las reivindicaciones 1 a 3, a los cultivos objetivo o el suelo.

[Descripcifn detallada de la invencién]
[0001]
[Campo técnico al cual pertenece la invencién]
La presente invencién se refiere a derivados (tiona)

aminoquinazolinona sustituidos o sales de los mismos, compuestos
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intermedios de los wmismos para preparar los mismos,
controladores de plaga y un método para usar los mismos.

[0002]

[Técnica anterior relacionadal

La publicacién de patente Japonesa no examinada,
JP-A8-325239 describe que los derivados de aminoguinazolinona
son Gitiles como controladores de plaga.

[0003]

(Problema a ser resuelto por la invencién]

Como consecuencia de investigacién seriamente dirigida
a encontrar a un novedoso controlador de plaga, los presentes
inventores encontraron que 1los compuestos de la presente
invencién y que poseen sustituyentes en el grupo fenilo que
pertenece al anillo quinazolinona, poseen el mismo o mejor
efecto insecticida en una baja dosificacién en comparacibén con
los compuestos de los Ejemplos descriptos en la JP-A-8-325239
mencionada precedentemente. Particularmente los compuestos de
la presente invencién poseen el suficiente efecto insecticida
contra mosca blanca considerada perjudicial en los campos
agricolas y horticolas, por consiguiente 1los presentes
inventores han realizado la presente invencién.

El derivado (tiona) aminoquinazolinona sustituido o
sales del mismo representadas por la férmula general (I) y los
compuestos representados por la f6rmula general (II) los cuales

son compuestos intermedios para preparar los derivados de la
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f6rmula general (I) son compuestos novedosos que no se han
conocido en ninguna literatura de la técnica anterlor. Ademds,
los controladores de plaga contienen, como ingrediente activo,
el derivado (tiona) aminoquinazolinona sustituido representado
por la férmula general (I) o sales del mismo posee el efecto
insecticidal excelente contra los diversos insectos en una baja
dogificacifn en comparacién con los controladores de plaga
convencionales.

[0004]

[Medios para resolver el problemal

LoB presentes inventores han realizado seriamente una
investigacién en los derivados (tiona) aminoquinazolinona para
desarrollar un nuevo controlador de plaga que posee un extenso
espectro insceticida. Finalmente, los inventores han encontrado
el hecho que los derivados de aminoquinazolinona novedosos que
poseen dtomo de bromo, dtomo de iodo, grupo perflucroalquilo,
grupo perfluorocalcoxilo o lo similar en el anillo quinazolina
poseen una excelente actividad insecticida como controladores
de plaga.

[0005]

La presente invencifn se refiere a derivados (tiona)
aminoquinazolinona sustituido representados por la f6rmula

general (I), o sales de los mismos:
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[F6rmula 3]

Xn

R

[donde R es un &tomo de hidrégeno; un grupo hidroxilo; un grupo
formilo; grupo alquilo (C,.,,); un grupo halo (C,,) alquilo; un
grupo hidroxi (C, ()alquilo; un grupo alquenilo (C,,}; un (C,)
grupo alquinilo; un grupo alcoxilo (C,); un grupo halo (C,)
alcoxilo; un grupo alcoxi(C,.)alquilo(C,,;); un grupo alcoxi
(C,.¢)alcoxi(C, ;)alquilo(C,,); un grupo alquiltio({(C,_); un grupo
halo(C, ()alquiltio; un grupo alquilsulfinilo (C,,); un grupo
alquilsulfonilo (C,.,); un grupo alquiltio(C, ()alquilo (C,,); un
grupo dialcoxi (C, ()alquilo(C,,,) en el cual los grupos alcoxilos
(C,.s) pueden ser iguales o diferentes; un grupo alquil(C,,)amino
sin sustituir;

[0006]

un grupo alquil{C,_;)amino sustituido que posee uno o
dos sustituyentes que pueden sBer iguales o diferentes y Be
seleccionan del grupo que consiste de grupo alquilo (C,.), grupo
halo(C,.()alquilo, grupo alquenilo (C,,) y grupo alquinilo (C,,);
un grupo ciano(C,.¢)alquilo; un grupo alquilcarbonilo (C,); un
grupo alcoxicarbonilo (C,,); un grupo hidroxicarbonil(C,.,)

~alquilo; un grupo alcoxicarbonil(C, )alquilo(C,,;); un grupo
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aminocarbonilo sin sustituir; un grupo aminocarbonilo sustituido
que posee uno o dos sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de grupo
alquilo (C,..), grupo alquenilo (C,) y grupo alquinilo (C,.); un
grupo cicloalquil (C,.)alquilo(C,,); un grupo fenil(C,,)alquilo
gin sustituir; un grupo fenil(C,.,)alquilo sustituido que posee
en el anillco 1 a 5 sustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de dtomos de
halégeno, grupo nitro, grupo ciano, grupo alquile (C,), grupo
halo(C,_) alquilo, grupo alcoxilo {C,.¢) grupo
halo(C, () alcoxilo, (C,.¢) grupo alquiltio 4 grupo
halo(C, ()algquiltio; un grupo fenilcarbonilo sin sustituir; un
grupo fenilcarbonilo sustituido que posee en el anillo 1 a §
sustituyentes que pueden ser iguales o diferentes y se
gelecciona del grupo que consiste de d&tomos de halSgeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C, ()alquilo,
grupo alcoxile (C,,), grupo haleo (C, )alcoxilo, grupo (C,.)
alquiltio y grupo halo(C,,)alquiltio;

[0007]

un grupo feniltio sin sustituir; un grupo feniltio
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de dtomos de halSgeno, grupo nitro, grupo ciano, grupo alquilo
(C,.¢) » grupo halo(C,  )alquilo, grupo alcoxilo (C,.)., grupo halo
(C,.¢)alcoxilo, grupo alquiltio (C,,}) y grupo halo{(C,,)
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alquiltio; un grupo fenilsulfonilo sin sustituir; un grupo
fenilsulfonilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y se
selecciona del grupo que consiste de d&tomos de halbdgeno, grupo
nitro, grupo c¢iano, grupo alquilo (C,,), grupo halo(C,.,)
alquilo, grupo alcoxilo (C,.,), grupo halo{(C,¢)alcoxilo, grupo
alquiltio (C,.} y grupoc halo(C,,)alquiltio; un grupo fenil(C,)
alquilsulfonilo sin sustituir; un grupo fenil (C,_)
alquilsulfonilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden ser iguales o diferentes y se
seleccionan del grupo que conasiste de dtomos de halSgeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupo halo{(C,,)
alquilo, grupo alcoxilo (C,), grupo halo(C, . alcoxilo, grupo
alquiltio (Ci¢) Y grupo halo(C, ) alquiltio; grupo
feniloxicarbonilo sin sustituir;

[0008]

un grupo feniloxicarbonilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
y se seleccionan del grupo que consiste de Atomos de halégeno,
grupo nitro, grupo ciano, grupo alquiloe (GC,,), grupo
halo(C,.,)alquilo, grupo alcoxilo (C.-¢) s grupo halo
(Ci.¢)alcoxilo, grupo alquiltio (C,,) y grupo halo(C,.,)
alquiltio; un grupo feniloxi(C,,)alquilo sin sustituir, un grupo
feniloxi (C, ;)alquilo sustituido que posee en el anillo 1 a 5

Bustituyentes que pueden ser igualee o diferentes y se
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seleccionan del grupo que congiste de &tomos de haldgeno, grupo
nitro, grupo ciano, grupo alquilo (C,,), grupe halo(C,,)
alquilo, grupo alcoxilo (C,..}, grupo halo(C,.,)alcoxilo, grupo
alquiltio (C,,) y grupo halo(C,,)alquiltio; un grupo fenil
(C,¢)alquenilo sin sustituir, un grupo fenil(C,;)alquenilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ger iguales o diferentes y se seleccionan del grupo que consiste
de dtomos de halSgeno, grupo nitro, grupos ciano, grupo alquilo
(C..e): grupo halo(C,(}alquilo, grupo alcoxilo (C,,), grupo
halo(C, ()Jalcoxilo, grupo alquiltio (C,,), grt;,po halo(C,_,)
alquiltio y grupo alquilendioxilo (C,.;);

[0009]

un grupo fenil (C,,)alquinilo sin sustituir; un grupo
fenil (C,.;)alquinilo sustituido que posee en el anillo 1 a 5
sustituyentes que pueden sger iguales o diferentes y se
seleccionan del grupo que consiste de dtomos de halsgeno, grupo
nitro, grupo ciano, grupo alquilo (C,¢), grupo
halo(C,.¢)alquilo, grupo alcoxilo {(Cie) s grupo halo
(C,-¢)Jalcoxilo, grupo alquiltio (C,,), grupo halo(C, . alquiltio
Y grupo alquilendioxilo (C,.,}; un grupo fenil (C,,)alquinil(C,_,)
alquilo sin sustituir; un grupo fenil(C,,)alquinil(C,,)alquilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de d&tomos de halSgeno, grupo nitro, grupo ciano, grupo alquilo

(C,.¢) , grupo halo(C, ¢)alquilo, grupo (C,,) alcoxilo, grupo halo
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(C,.¢)alcoxilo, grupo alquiltio (C,,), grupo halo(C,,)alquiltio
y grupo alquilendioxilo (C,.,); un grupo 1,3-dioxolan-2-11(C,,)
alquilo; o un grupo ftalimido(C, ,)alquilo,

[0010]

R, e8 un anillo heterociclico de 5- o 6- miembros que
posee 1 a 3 heterodtomos que pueden ser iguales o diferentes y
se seleccionan del grupo que congiste del &tomo de .oxigeno,
dtomo de azufre y dtomo de nitrbégeno, dicho anillo heterociclico
puede tener 1 a 5 sustituyentes que pueden ser igquales o
diferentes y se seleccionan del grupo que consiste de dtomos de
halégeno, grupo ciano, grupo alquilo (Ci¢) s grupo
halo(C, ;)alquilo y grupo alcoxilo (C,), y el d4tomo de nitrégeno
en el anillo heterociclico puede formar un grupo N-6xido,

Y es &tomo de oxigeno o un dtomo de azufre,

Z eB
-N=C(R,) -

(en donde R, es un dtomo de hidrégeno, un grupo alquileo (C,.) o
un grupo halo(C, .)alquilo), o
foo11]
-N(R,) -CH(R,) -
{en donde R, es igual al definido precedentemente, y R, es un
dtomo de hidrégeno, un grupo alquilo (C,,), un grupo formilo, un

grupo  alquilcarbonilo (Cia) o un grupo halo(C,.,)
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alquilcarbonilo),

X puede ser igual o diferente, y es un &tomo de bromo,
un 4tomo de iodo; un grupo hidroxilo; un grupo ciano; un grupo
alquilo (C,,):; un grupo halo(C,,,)alquilo; un grupo alquenilo
(C.,¢) ; un grupo halo{(C,)alquenilo; un grupo alquinilo (C,,); un
grupo alcoxilo (C,,); un grupo halo(C,,)alcoxilo; un grupo
alquiltio (C,¢); un grupo halo(C,,)alquiltio; un grupo
alquilpulfinilo (C,,); un grupo halo(C,.)alquilsulfinilo; un
grupo alquilsulfonilo (C,.,); un grupo halo(C, (Jalquilsulfonilo;

[0012]

un grupo carboxilo; un grupo alcoxicarbonilo (C,.)};
un grupo aminocarbonilo sin sustituir: un grupo aminocarbonilo
sustituido que posee uno o dos sustituyentes que pueden sger
iguales o diferentes y se seleccionan del grupo que conseiste de
grupo alquilo (C,,), grupo alquenilo {(C,,) y grupo alquinilo
(C,.¢) i un grupo carboxi(C,,) alquilo; un grupo alcoxicarbonil
(C,.¢)algquilo(C,,); wun grupo aminocarbonil(C,,)alquilo 8in
sustituir; un grupo aminocarbonil (C,,)alquilo sustituido que
posee uno o dos sustituyentes que pueden sger iguales o
diferentes y se seleccionan del grupo que consiste de grupo
alquilo (C,.), grupo alquenilo (C,.) y grupo alquinilo (C,); un
grupo &cido sulfénico; un grupo éster &cido sulfénico; un grupo
aminosulfonilo sin sustituir; un grupo sulfonamida que posee un
grupo alquilo (C,.), un grupo alquenilo (C,,) © un grupo

alquinilo (C,,) en el &tomo de nitrégeno; un grupo
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alcoxisulfonilo (C,); un grupo aminosulfonilo sustituido que
posee uno o dos Bustituyentes que pueden ser iguales o
diferentes y se seleccionan del grupo que consiste de grupo
alquilo (C,,), grupo alquenilo (C,.) y grupo alquinileo (C,,); un
grupo fenilo sin sustituir; un grupo fenilo sustituido que posee
en el anillo 1 a 5 sustituyentes que pueden ser iguales o
diferentes y Be seleccionan del grupo que consiste de &tomos de
halSgeno, grupo nitro, grupo ciano, grupo alquilo (C,.), grupo
halo(C, ;)alquilo,

[0013]

grupo alcoxilo (C,,), grupo halo(C,) alcoxilo, grupo
alquiltio (C,), grupo halo(C, ()alquiltio, grupo alcoxisulfonilo
(Ci¢) ¥ un grupo aminosulfonilo sustituido que posee uno o dos
sustituyentes que pueden ser iguales o diferentes y Bse
seleccionan del grupo que consiste de grupo alquilo (C,)., grupo
alquenilo {C..¢) Y grupo alquinilo {(C,y); un grupo
fenil (C,;)alquilo sin sustituir; un grupo fenil(C,,) alquilo
sustituido que posee en el anillo 1 a 5 sustituyentes que pueden
ser iguales o diferentes y se seleccionan del grupo que consiste
de &dtomos de haldgeno, grupo nitro, grupo ciano, grupo alquilo
(C,.s), grupo halo(C,,)alquilo, grupo alcoxilo (C,,}, grupo
halo(C,_ ()alcoxilo, grupo alquiltio (C,.¢) Y grupo
halo(C, ;}alquiltio; un grupo feniloxilo sin sustituir; un grupo
feniloxilo sustituido que posee en el anillo 1 a 5 sustituyentes

que pueden ser iguales o diferentes y se seleccionan del grupo
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que consiste de &tomos de halégeno, grupo nitro, grupo ciano,
grupo alquilo (C,), grupo halo(C,,)alquilo, grupo alcoxilo
(C,.¢), grupo halo(C, ,}alcoxilo, grupo alquiltio (C,,) y grupo
halo(C, ;)Jalquiltio; y n es un enterc de 0 a 4], controladores de
plaga que contienen el derivado (tiona) aminoquinazolinona
sustituido o sal del mismo como el ingrediente activo, y un
método para utilizar los controladores de plaga.

[0014]

La presente invencién también se refiere a compuestos
intermedios para producir 1loe derivadose mencionados
precedentemente, representados por la f6rmula general (II):

[F6rmula 4) Xn

m{m{z (II)

[en donde, X puede ser igual o diferente y es un 4tomo de bromo,
un dtomo de iodo; un grupo hidroxilo; un grupo ciano; un grupo
alquilo (C,.); un grupo halo(C, )alquilo; un grupo alquenilo
{C,.¢) ; un grupo halo(C,.¢}alquenilo; un grupo alquinilo (C,,); un
grupo alcoxilo (C,); un grupe halo(C, ,)alcoxilo; un grupo
alquiltio (C,,); un grupo halo(C,,)alquiltio; un grupo
alquilpulfinilo (C,); un grupo halo(C, ) alquilsulfinilo; un
grupo alquilsulfonilo (C,); un grupo halo(C,,)alquilsulfonilo;
[0015]

un grupo carboxilo; un grupo alcoxicarbonilo (C,,); un
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grupe aminocarbonilo sin sustituir; un grupo aminocarbonilo
sustituido que posee uno o dos Bustituyentes que pueden Ber
iguales o diferentes y se seleccionan del grupo que consiste de
grupo alquilo (C,,), grupo alquenilo (C,,) Yy grupo alquinilo
(C..q) ; un grupo carboxi(C, ;)alquilo; un grupo
alcoxicarbonil (C, ()alquilo(C,.,) ; un  grupo aminocarbonil
(C,.,)alquilo sin sustituir; un grupo aminocarbonil (C,_;)alquilo
sustituido que posee uno o dos sustituyentes gque pueden ser
iguales o diferentes y se sBeleccionan del grupo que conpiste de
grupo alquilo (C,,), grupo alquenilo (C,,) y grupo alquinilo
(C,s)7 un grupo de &cido sulfénico; un grupo é&ster dcido
sulfénico; un grupo sulfonamida que posee un grupo alquilo
(Cy¢), un grupo alquenilo (C,.) © un grupo alquinilo (C,.,) en el
dtomo de nitrégeno; un grupo fenilo sin sustituir; un grupo
fenilo sustituido que posee en el anillo 1 a 5 sustituyentes que
pueden ser iguales o diferentes y se seleccionan del grupo que
consiste de dtomos de halégeno, gﬁpo nitro, grupo ciano, grupo
alquilo (C,), grupo halo(C,, )alquilo, grupo alcoxilo (C,.).
grupo halo (C, )alcoxilo, grupo alquiltio (C,,) y grupo
halo(C,.;) alquiltio;

[0016]

un grupo fenil (C,,)alquilo ein sustituir; un grupo
fenil (C,.,) alquilo sustituido que posee en el anillo 1 a §
sustituyentes que pueden ser igquales o diferentes y se

seleccionan del grupoc que consiste de &tomo halbgeno, grupo
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nitro, grupo ciano, grupo alquilo (C,,), grupo halo(C, )
alquilo, grupo alcoxilo (C,)}, grupo halo(C,.)alcoxilo, grupo
alquiltio (C,,) y grupo halo(C,¢)alquiltio; un grupo feniloxilo
gin pustituir; o un grupo feniloxilo sustituido que posee en el
anillo 1 a 5 sustituyentes que pueden ser iguales o diferentes
y se sBeleccionan del grupo que consiste de &tomos de halbgeno,
grupo nitro, grupo ciano, grupo alquileo (C,.), grupo halol(C,)
alquilo, grupo alcoxilo (C,,). grupo halo(C,.,)alcoxilo, grupo
alquiltio (C,,) y grupo halo(C,, ) alquiltio; n es un entero de
valor 0 a 4; e Y es &tomo de un oxigeno o un dtomo de azufre].
[0017]
[Modalidad para realizar la invenciénl]

En las definiciones de cada sustituyente de los
derivados (tiona) aminoquinazolinona sustituidos de la fSrmula
general (I) de la presente invencién, el "dtomo de hal&geno"
gignifica un Atomo de cloro, un &tomo de bromo, un &tomo de iodo
o un &tomo de flfior. El término " (C,,,)" significa 1 a 12 4tomos
de carbono. El término "grupo alquilo (C,.,;,) " significa un grupo
alquilo lineal o ramificado de 1 a 12 &tomos de carbono, por
ejemplo un grupo alquilo tal como metilo, etilo, n-propilo,
i-propilo, n-butilo, i-butilo, s-butilo, n-pentilo, n-hexilo,
n-heptilo, n-octilo, n-nonile, n-decilo, n-undecilo, n-dodecilo
y lo similar. El término "grupo halo(C,.,)alquilo" significa un
grupo alquilo sustituido y lineal o ramificado de 1 a 10 carbono

dtomos que posee, como Bsustituyente(s), uno o m&s &tomos
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halégeno que pueden ser iguales o diferentes, por ejemplo grupo
trifluorometilo, grupo pentafluoroetilo, grupo
heptafluoropropilo y lo similar. El término "grupo alquenilo
(C;.¢) " significa un grupo alquenilo lineal o ramificado de 2 a
6 &tomos de carbono que posee uno o mds enlaces dobles. El
término "grupo halo(C, ) alquenilo” significa un grupo alquenilo
sustituido lineal o ramificado de 2 a 6 datomos de carbono que
posee, como sustituyente(e), uno o mi&s &tomos de hal6geno que
pueden ser iguales o diferentes. El término "grupo alquinilo
(C;.¢)} " significa un grupo alquinilo lineal o ramificado de 2 a
6 4tomos de carbono gque posee uno o mie enlaces triples.

[0018]

Bl término "grupo halo(C,.)alquinilo"™ significa un
grupo alquinilo sustituido lineal o ramificado de 2 a 6 carbono
dtomos que posee, como sustituyente(s), uno o mis &tomos de
halégenoc que pueden ser iguales o diferentes. El término "anille
heterociclico de 5- o0 6- miembros que posee 1 o m&s heteroidtomos
que pueden ser iguales o0 diferentes y se seleccionan del grupo
que consiste de &tomo de oxigeno, &tomo de azufre y &tomo de
nitr6geno®™ significa cualquier anillo heterociclico de 5 o 6
miembros por ejemplo, furano, tiofeno, pirrol, oxazol, tiazol,
pirazol, imidazol, 1,2,3-tiadiazol, 1,2,4-tiadiazol, 1,2,5-
tiadiazol, 1,3,4-tiadiazol, 1,2,4-triazol, piridina, piridazina,
pirimidina, pirazina, pirrolidina, piperidina, wmorpholina,

tiomorfolina, ditiolano, ditian, piperazina, dioxolan,
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imidazolidina, tetrahidrofurano y lo similar.

[0019]

Los sustituyentes del derivado (tiona)
aminoquinazolinona sustituido representados por la £f6rmula
general (I) esté&n preferentemente de acuerdo con lo siguiente:
R es un &tomo de hidrSgeno, un grupo formilo, un grupo alquilo
(C,.¢) , un grupo alquenilo (C,,), un grupo alquinilo (C,.), un
grupo alquilcarbonilo (C,.), un grupo alcoxicarbonilo (C,,), un
grupe alquiltio (C,,), un grupo halo(C,  )alquiltio, un grupo
fenilcarbonilo, un grupo fenilcarbonilo sustituido, un grupo
fenil (C,)alquilo sustituido, un grupo fenil(C,.,)alquenilo
sustituido o un grupo fenil(C,.)alquinilo sustituido; R® es un
grupo piridilo, particularmente grupo 3-piridilo; Y es dtomo de

oxigeno o un &tomo de azufre; Z es un grupo de la férmula,
-N{R,} -CH(R,) -

(en donde R, y R, son cada uno un dtomo de hidrégeno o un grupo
alquilo (C,4)); X es un &tomo de bromo, un &tomo de iodo, un
grupo halo(C,  )alquilo, un grupo halo(C, )alcoxilo, un grupo
halo(C, ¢}alquiltio, un grupo halo(C,.,)alquilsulfinilo, un grupo
halo(C, ¢Jalquilsulfonilo o un grupo fenilo); y n puede ser
preferentemente un entero de valor 0 a 2.

Como la sal del derivado (tiona) aminoquinazolinona

sustituido de la f6rmula (I), pueden ejemplificarse sales con
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4cidos minerales tales como &cido nitrico, &cido sulfdrico,
&cido clorhidrico, etc., y sales con dtomos de metal alcalino
como sodio, potasio, etc.

[0020]

El compuesto de 1la f6rmula (II), un compuesto
intermedio wutilizado para producir el derivado (tiona)
aminoquinazolinona sustituido de la £f6rmula (I) puede per
producido por cualquiera de los procedimientos siguientes.

ien

[F6rmula 5]
Xn Xn

CHz -Hal
HNNH, H,0 N-NH,
—

hiCOOR‘. - N)\O
K H
(III) (II-1)
en donde X y n son iguales a los definidos precedentemente, R,
es un grupo alquilo (C,.,), y Hal es un &tomo de halégeno.

[0021]

Un compuesto de la f6rmula general (II-1) puede ser
producido haciendo reacciocnar un compuesto de la f6rmula general
anterior (III) con hidrato de hidrazina en la presencia de un
golvente inerte.

Como el solvente inerte utilizable en esta reaccién,
puede usarse cualquier solvente inerte en tanto no inhiba el

progreso de la reaccién notablemente. Pueden ejemplificarse
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alcoholes tales como metanol, etanol, propanol, butanol, etc.;
los hidrocarburos halogenados tales como diclorometano,
cloroformo, tetracloruro de carbono, etc.; los hidrocarburos
aromiticos tales como benceno, tolueno, xileno, monoclorobenceno
etc.; nitrilos tales como acetonitrilo, benzonitrilo, etc.;
cellosolve tal como cellosolve de metilo, etc.; los &teres tales
como dietil éter, diglima, dioxano, tetrahidrofurano, etc.; las
amidas tales como  dimetilformamida, dimetilacetamida,
1,3-dimetil-2-imidazolidincona, 1l-metil-2-pirrolidona, etc.; el
dimetil sulfoxido; sulfolano: y agua. Estos solventes inertes
pueden usarse individualmente o como una mezcla de loe mismos.

[0022]

La temperatura de la reaccién puede escogerse
propiamente en el rango de temperatura ambiente al punto de
ebullicién del solvente inerte usado, y preferentemente varia
desde temperatura ambiente a 90°C.

Debido a que la reaccién es una reaccifn equimolar,
es suficiente que el compuesto de la f6rmula general (III) y el
hidrato de hidrazina se usen en cantidades equimolares, aungque
cualquiera de estos reactivos puede usarse en exceso. Es
preferible usar hidrato de hidrazina en exceso.

Aunque el tiempo de reaccibtn depende de la escala de
la reaccién, la temperatura de la reaccién, etc., que varia
desde varios minutos a 48 horas.

Después de la realizacién de la reaccibn, el compuesto
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deseado es alslado de la mezcla de reaccidn que contiene el
compuesto deseado por medio de un mé&todo convencional, y 8i es
necesario, es purificado por recristalizacifén, cromatografia en
columna seca, etc., por medio de lo cual el compuesto deseado
puede producirse.

El compuesto de la f6rmula general anterior (III)

puede producirse segin "Collect. Czech. Chem. Commn." (Vol. 55),
752 (1990).

M T1
[F6rmula 6}
1 o
o H,NNHCOR, Xn |
ﬁIcm (VII) GICH'N'““‘C"& Reduccidn
NO, H* NO,
{VIII) (VI)
<0 ? Xn ?
By
NH, | ¥
(V) "
(IV)
Xn
Hidrdlisis wmz

i Y
H (II}
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en donde R,, X, Y y n son iguales a los definidos
precedentemente.

[0024]

2-1. F6rmula general (VIII) P f6rmula general (VI)

Un compuesto de la f6rmula general (VI) puede ser
producido haciendo reaccionar un compuesto de la £6rmula general
(VIII) con un compuesto de la f6rmula general (VII) en la
presencia de un solvente inerte y un catalizador.

Como el solvente inerte utilizable en esta reaccifn,
pueden usarse, por ejemplo, los solventes inertes ejemplificados
en el procedimiento de produccién 1. Estos solventes inertes
pueden usarse individualmente o como una mezcla de los mismos.

Como el catalizador, pueden usarse &cidos inorgénicos
(por ej. &cido clorhidrico y édcido sulfGrigo), &cido acético,
dcido tolunesulfénico, etc. La cantidad del catalizador usada
puede sexr tal que el catalizador estd presente en el sistema de
reaccién en una cantidad de 0,001 % en peso a 10 ¥ en peso
basado en el peso del compuesto de la f6rmula general (VIII).

[0025]

Debido a que la reaccién es una reaccién equimolar,
es suficiente que el compuesto de la f&Srmula general (VIII) y
el compuesto de la férmula general (VII) se usen en cantidades
equimolares, aunque cualgquiera de estos reactivos puede usarse

en exceso,.

La temperatura de la reaccifn puede escogerse
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apropiadamente dentro del rango de temperatura ambiente al punto
de ebullicién del solvente inerte usado, y preferentemente varia
desde la temperatura ambiente hasta 90°C.

Aunque el tiempo de reaccifén varia dependiendo de la
egcala de la reaccifn, la temperatura de la reaccifn, etc., que
va de varios minutos a 48 horas.

Después de la realizacibén de la reaccién, la mezcla
de la reaccién que contiene el compuesto deseado se trata de la
misma manera como en el procedimiento de produccién 1 con lo
cual puede producirse el compuesto deseado.

El compuesto de la fSrmula general (VIII) puede ser
uno que es comercialmente disponible © puede ser producido por
nitracién de un benzaldehido sustituido. Ademis, el compuesto
de la f6rmula (VIII) puede producirse seglin el método descripto
en "Journal of Chemical Society", 1927, pag. 2375-2378.

fo026]

2-2. F6rmula general (VI) = f6rmla general (V)

Un compuesto de la fé6rmula general (V) puede ser
producido reduciendo el compuesto de la f6rmula general (VI) con
un agente reductor o por reduccién catalizadora en la presencia
o0 ausencia de un solvente inerte.

Como el agente reductor, puede usarse, por ejemplo,
hidruros de metal tales como, NaBH,CN, LiBH,CN, etc. y agentes
reductores tales como BH,, etc. La cantidad del agente reductor

usada puede elegirse apropiadamente dentro del rango desde 1 mol
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respecto a los moles en exceso (en los términos del niGmero de
moles de hidruro como agente reductor) por mol del compuesto de
la f6rmula general (VI).

Como el solvente inerte utilizable en la reaccifn,
puede utilizarse cualquier solvente inerte en tanto no inhiba
notablemente el progreso de la reaccifn. Pueden ejemplificarse
los alcoholes tales como metanol, etanol, propanol, butanol,
etc.; cellosolve tal como metil cellosolve, etc.; los &teres
tales como dietil é&ter, diglima, dioxano, tetrahidrofurano,
etc.; los ésteres tales como acetato de etilo, etc.; las amidas
tales como dimetilformamida, dimetilacetamida, 1,3-dimetil-2-
imidazolidinona,1-metil-2-pirrolidon§,etc.;dimetilsulfdxido;
sulfolano; y agua. Estos solventes inertes pueden usarse
individualmente o como una mezcla de los mismos.

{0027]

La reaccién se lleva a cabo bajo las condiciones
dcidas o neutras en el pH que puede variar de 1 a 7,
preferentemente 4 a 6. Es suficiente que el pH sea ajustado
agregando cloruro de hidrégeno, bromuro de hidrSgeno o 1lo
gimilar al sistema de la reaccién,

La temperatura de la reaccién es elegida en el rango
de 0°C al punto de ebullicién del solvente, y preferentemente
varia desde la temperatura ambiente hasta 70°C.

Aunque el tiempo de la reaccién varia dependiendo de

la escala de la reaccifn, la temperatura de la reaccibn, etc.,
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puede ser desde varios minutos a 48 horas.

Después de la realizaci6n de la reaccién, la mezcla
de la reaccifn que contiene el compuesto deseado se trata de la
misma manera como en el Procedimiento de produccién 1 con lo
cual puede producirse el compuesto deseado.

Cuando la reduccién catalitica se lleva a cabo como
una reaccién de reduccién, se realiza seglin, por ejemplo, el
método que se describe en "Shin Jikken Kagaku Koza", Vol. 15-11,
"Maruzen Co., Ltd". Como el solvente inerte utilizable en este
caso, pueden ejemplificarse alcoholes tales como metanol,
etancl, propanol, butanol, etc.; cellosolve tal como metil
cellosolve, etc.; los éteres tales como dietil é&ter, diglima,
dioxano, tetrahidrofurano, etc.; los hidrocarburos tales como
hexano, ciclohexano, etc.; &cidos grasos o &steres de los
mismos, tales como &cido acético, acetato de etilo, etc.; las
amidas tales como dimetilformamida, dimetilacetamida,
1,3-dimetil-2-imidazolidinona, 1-metil-2-pirrolidona, etc.; y
ureas tales como tetrametilurea, etc. Estos solventes inertes
pueden usarse individualmente © como una mezcla de los mismos.

[0028]

Como el catalizador usado en la reaccién de reduccién,
pueden ejemplificarse catalizadores tipicos para la reduccién
catalitica, tales como paladio-carbono, negro de paladio,
didéxido de platino, nfquel Raney, etc. La cantidad del

catalizador usada puede elegirse adecuadamente en el rango desde
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0,1% equivalente molar a 5% equivalente molar, preferentemente
0,5% equivalente molar a 1% equivalente molar, en relacién al
compuesto de la f6rmula general (VI).

La pregién de hidrb6geno en la reaccién varia desde la
presi6n atmosférica hasta 300 atmésferas, preferentemente deasde
presidn atmosférica hasta 50 atmésferas.

La temperatura de accién puede elegirse adecuadamente
en el rango desde la temperatura ambiente al punto de ebullicién
del solvente inerte usado, y preferentemente varia desde la
temperatura ambiente a 70°C.

Aunque el tiempo de reaccién varia dependiendo de la
escala de la reaccién, la temperatura de la reaccién, etc., que
va de varios minutos a 48 horas.

Después de la realizacién de la reaccién, la mezcla
de la reaccifn que contiene el compuesto deseado se trata de la
misma manera como en el caso de usar un agente reductor, con el
cual puede producirse el compuesto deseado.

[0029]

2-3. F6rmula general (V) = f6rmula general (IV)

Un compuesto de la f6rmula general (IV) puede sexr
producido haciendo reaccionar el compuesto de la £6rmula general
(V) con 1,1’-carbonilbis-1H-imidazol (CDI), un haluro del
alcoxicarbonilo, foegeno o tiofosgeno en la presencia de un
solvente inerte y en la presencia o ausencia de una base.

Como el solvente inerte utilizable en la reaccién,
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pueden ejemplificarse éteres tales como dietil éter, diglima,
dioxano, tetrahidrofurano, etc., e hidrocarburos aromiticos
tales como benceno, tolueno, xileno, etc. Estos solventes
inertes pueden usarse individualmente o como una mezcla de los
mismos.

Como la base, puede usarse una base inorgdnica o una
base orgdnica, y pueden ejemplificarse bases inorgédnicas tales
como los hidréxidos y carbonatos de metales alcalinos y 1los
metales alcalino térreos [por ej. el hidréxido de sodio,
hidréxido de potasio, hidrfxido de magnesio, carbonato de sodio,
hydrogencarbonate de sodio y carbonato de potasio], y bases
orgdnicas tales como trietilamina y piridina. Cuando el CDI se
usa como un reactivo, la reaccién puede llevarse a cabo sin una

base.

[0030]

La cantidad de la base usada es de 2 moles o mds por
el mol del compuesto de la f6rmula general (V).

La temperatura de 1la reaccifn puede elegirse
apropiadamente en el rango desde la temperatura ambiente hasta
el punto del ebullicién del solvente inerte usado, y varia
preferentemente desde la temperatura ambiente hasta 100°C.

Aunque el tiempo de la reaccién varia dependiendo de
la escala de la reaccifn, la temperatura de la reaccién, etc.,
el tiempo varia desde varios minutos a 48 horas.

Después de la realizacién de la reaccién, la mezcla
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de la reaccién que contiene el compuesto deseado se trata de la
misma manera como en el procedimiento de produccién 1 con lo
cual puede producirse el compuesto deseado.

[0031]

2-4. F6rmula general (IV) = f6rmula general (II)

Un compuesto de la f6rmula general (II) puede ser
producido por hidrolizacién del compuesto de la f6rmula general
(IV) bajo la condicién bdsica en la presencia de un solvente
inerte.

Como el solvente inerte utilizable en esta reaccifn,
pueden ejemplificarse alcoholes tales como metanol, etanol,
propanocl, butanol, etc.; los hidrocarburos aromiticos talee como
benceno, tolueno, xileno, etc.; los é&teres tales como dietil
éter, diglima, dioxano, tetrahidrofurano, etc.; y agua. Estos
solventes inertes pueden usarse individualmente o como una
mezcla de los mismos.

Como la base, se pueden utilizar hidréxidos de metales
alcalino o metales alcalino térreos, tales como hidréxido de
sodio, hidréxido de potasio, hidré6xido de magnesio, etc.

Dependiendo del grupo alquilo para R*, la reaccién
también puede llevarse a cabo bajo condiciones 4cidas usando un
dcido orgdnico o inorgénico tal como &cido trifluoroacético o
dcido clorhidrico.

La temperatura de 1la reaccién puede escogerse

apropiadamente en el rango desde 0°C al punto de ebullicién del
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solvente inerte usado.

Aunque el tiempo de la reaccién varia dependiendo de
la escala de la reaccifn, la reaccifn, la temperatura, etc., el
tiempo varia desde varios minutos a 48 horas.

Después de la realizacién de la reacciédn la mezcla de
reaccién que contiene el compuesto deseado se trata de la misma
manera como en el Procedimiento de produccifn 1, con lo cual que
puede producirse el compuesto deseado.

[0032]

Los ejemplos tipicos de los compuestos de la f6rmula
general (II) producido por el procedimiento de produccién 1 y
2 ge intican en Tabla 1 pero no se pretende de forma alguna que

los mismos limiten el alcance de la presente invencién.



F6rmula General (II)

[P6rmula 7]
SO
[0033]
Tabla 1
No. Xn - Y Propiedad fisica
II-1 5-0H o | Crstalino
1I-2 6-OH 0 | Cristalino
1I-3 7-CH 6@ | Cristalino
I1I-4 8-OH 0 | Cristalino
II-5 5-Br 0
II-6 €-Br o | Cristalino
II-7 7-Br 0
IT+8 8-Br o
I1-9 5-1 (¢
II-10 6-1 o (pf 202.3-205.0 C
I1-11 7-1 0
I1I-12 A-I o]
II-13 5-CFa 0
II-14 6-CF, o | pf 155-157.7
II-15 7-CFs 0
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[0034])
Tabla 1 (Continuacién)
No. %n Y Propiedad flsica
II-16 8-CF, o}
1I-17 5=CaFs o
II-18 6~CaFs o |pf 178.4-183.5 T
II-19 T7=CyFs Q
II-20 B-CsFas 0
1I-21 S~1-CsF o
II-22 6-i-CaF; 0 |pf 147.6-149.5 T
I1I-23 7=1-CaF: o}
1I-24 8-1-CaFy 0
II-25 5-n~CeF1a 0
1I1-26 6-n~CsF3 o | Cristalino
II-27 7-n-CaF11 0
II-28 8-n=CsF 3 0
1I-29 5-0CF, 0 _
I1-30 6-OCFa o | pf. 181.5-184.0
1I-31 7-0OCFs 0
11-32 8-OCF3 0
I11-33 §-OCHa-Ph o { Cristalino
II-34 6-0CH»-Ph 0
I1I-35 7~0CHs~Ph 0
1I-36 8-OCHa~Ph o | Cristalino
I11-37 5~OCHFs 0
I1I-38 6-OCHF's ¢ | Cristalino

2
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[0035]

Tabla 1 (Continuacién)
No. Xn Y Propiedad fisica
II-39 7-0CHF'; O
I1-40 8=0CHFs 0
II-41 5-SCF, o]
I1-42 §-SCF,; 0
II-43 7=SCF3 (o)
IT-44 8=-SCF, o
1I-45 5=5C3F% 0
II-46 6-5SC:zF» o
I1-47 7=8SCqFs 0 i
I1-48 8-SCsF» 0
II-49 5=8=-1-CiFy 0
II-50 6-5-1-CiFy 0
II-51 7=8=1-CsF» (o}
II-52 8-8-i~CasF« 0
II+53 5-S0CF» o)
1I-54 6-S0CF, 0
II-55 7=SOCFa o)
I1I-56 8~-SOCTFa o)
II=-57 5-304CFa o)
I1-58 6~S04CF3 0
I1-59 7~80sCFa o)
II-60 8-80:CFa 0o
11-61 5-SOCyF» 0
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[0036]

Tabla 1 (Continuacién)
No. Xn Y Propledad fisica
1I-62 6=SOCiFs 0
1I-63 7-SOC:F. Q.
I1I-64 8~50CsFa )
II-65 5=-80:CaFs o
I11-66 6-S04CaFs 0
1I-67 7-801CsFs o
II-68 8-505Ca¥% 0
11-69 5-80-1i-C3Fy 0
II-70 6-50-1-C.Fy o
11-71 | 7-80~i-CiF: ) ’
11-72 89-8S0-4=C)Fr o
11-73 5-805-i-CyF; 0
II-74 6=503=i~CsF o
1I-75 7-S0s=1-C,F; o
II-76 8~80;~1i-C,F; | ©
11-77 5-CO0C:Ha 0
1I-78 6-COOC;Ha 0
11-79 7-COOCHs 0
11-80 B=-COOC:Hs 0
I1-81 5-COOH 0
11-82 6-CooH o
IT-83 7-COOH 0
I1-84 B-COOH 0
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Tabla 1 {Continuacidn)
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No. Xn Y Propiedad fisica
I1-85 5-Fh o

11-86 6-Ph o

I11-87 7-Ph o

II-88 8-Ph 0

11-89 5~-{p-C1-Ph) v

11-30 6~ (p~C1-Ph) o

II-91 7~ {p-C1~Ph} o

I1-92 8- (p~C1-Ph) 0

11-93 5-0-Ph 0

II-34 6-0-Fh o ’
II-95 7-0-Ph o

II-96 9-0-Ph 0

11-97 5-n-C.Hs 0

I1-98 6-n-C.H, 0

I1-99 7-n=CqHy ]

II1-100| 8-n~C.H, o

I1-101| 5-OCF,CHF, o

II~-102| 6~OCF;CHF, o |{pf 194.86 C
I1I-103] 7-OCFiCHFa o

II-104] 8-OCF,CHF, o

1Fo
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La Tabla 2 ilustra los datos de RMN de los compuestos

siguientes enumerados en la Tabla 1.

Tabla 2
No. "H-NMR {DMSO-d./TMS, & (ppm)]

II-1 | 4.36(2H,s), 4.65(2H,br), 6.20(1K,d), 6.34(1H,d),
6.89(1H,t), 9.12(1H,bz), 9.62(1H,s).

IT-2 | 4.45(2H,a), 4.65(2H,s), 6.51-6.63(3H,m),
5.00(1H,s8), 9.60(1H,brs).

I1-3 | 4.48(2H,s), 4.65(2H,8), 6.23-6.35(2H,m),
6.85(1H,d), 9.05(1H,g), 9.63(1H,s)

I1-4 | 4.46(2H,s), 4.65(2H,s), 6.57(1H,d), 6.64-
6.74(2H,m), 7.95(1K,d), 9.60(1H,brs).

1I1-6 | %.48(2H,s), 4.66(2H,s), 6.74(1H,m), 7.18(1H,m),
7.30(1K,m), 9.43(1H,s).

1I-18 | 4.56(24,8), 4.70(2H,s), 6.95{1H,d), 7.40-
7.50(2H,m), 9.83(1H,s).

II-26 | 4.56(2H,8), 4.70(2H,s), 6.94(1H,d), 7.43-
7.48(2H,m), 9.74(1H,5).

1I-33 | 4.48(2H,s), 4.69(2H,8), 5.00(2H,s), 6.30(1H,d),
6.45(1H,d), 7.05(1H,t), 7.25-7.40(6H,m).

I1-36 | 4.48(2H,8), 4.68(2M,s), 5.19(2H,s), 6.71(1H,d),
6.82(1H,t), 6.92(1H,d), 7.30-7.40(3H,m),
7.51(2H,d), 8.18{1H,s).

II-38 | 4.48(2H,s), 4.65(2H,s), 6.76-6.79(1H,d,J=8.7Hz),
6.95-7.00(2H,m), 6.80-7.30(1H,t,J=7.46),
9.37(1H,s).
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[0039]

Los ejemplos tipicos de 1los procedimientos de
produccién de los derivados (tiona) aminoguinazolinona de la
f6rmula general (I) o una sal del mismo de la presente invencién
se ilustran esquemdticamente a continuacién.

p Jimiento d uccidn 3

[F6rmula 8]
Xn ? Xn
RI‘C-RZ
-NH, _ (X)° - ~N=C (R,) R,
H . H
(I1) Reduccién (I-1) )
I R-Hal
. (IX)
Xn Xn
ﬁ\-NHCH (Ry) R, ﬁl"u-n-c (Ry)R,
i !
(I-2) {I-3)
R-Hal Reduccidén
(IX) Rf““
XI)
Xn Xn
Q/N-NH-CH (Rz) Rl ﬁ\ﬂ"“ (33, "CH (Rz) Rl
N7 Y R,~-Hal /L5“
| 1X1) |
R
(I-4) R

(I-5)
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en donde R, R,, R,, R,, X, n, Y y Hal son iguales a los definidos
precedentemente con la excepcién de cada uno de R y R, no sea un
dtomo de hidrSgeno, '

[0040]

3-1. F6rmula general (II) < f6rmula general (I-1)

Un derivado aminoquinazolinona (tiona) de la f6rmula
general (I-1) puede ser producide haciendo reaccionar un
compuesto de la férmula general (II) con un compuesto de la
fé6rmula general (X) en la presencia de un solvente inerte y un
catalizador.

En el caso de utilizar esta reaccién, puede producirse
el compuesto deseado de una manera similar a la descripta en el
procedimiento de produccién 2-1.

3-2. F6rmula general (I-1) = férmula general (I-3)

Un derivado aminoquinazolinona (tiona) de la f6rmula
general (I-3) puede ser producido haciendo reaccionar el
derivado aminogquinazolinona (tiona) de la f£6rmula general (I-1)
con un compuesto de la f6érmula general (IX) en la presencia o
ausencia de un solvente inerte y una base.

[0041]

Como solvente inerte utilizable en esta reaccién,
pueden utilizarse, por ejemplo, 1los solventes inertes
ejemplificados en el procedimiento de produccién 1.

Como la base, puede usarse una base inorgdnica o una

base orgénica. Ademis de las bases inorgédnicas u orgénicas
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ejemplificadas en el procedimiento de produccién 2-3, también
pueden usarse alcbdxidos tales como CH,ONa, C,H,ONa, t-CH,ONa,
CH,0K, C,H,0K, t-CH,0OK, etc., e hidruros de metal alcalino tales
como NaH, etc. La cantidad de base usada puede elegirse
apropiadamente en el rango de 1 mol hasta el exceso de moles por
mol del derivado aminoquinazolinona (tiona) de 1la £6rmula
general (I-1).

La temperatura de la reaccifn puede elegirse en el
rango desde 0°C hasta el punto de ebullicifn del solvente inerte
usado, y preferentemente varia desde la temperatura ambiente
hasta 70°C.

Aunque el tiempo de reaccién varia dependiendo de la
escala de la reaccifén, la temperatura de la reaccién, etc., el
tiempo varfia de varios minutos a 48 horas.

Después de la realizacién de la reaccibn, la mezcla
de la reaccién que contiene el compuesto deseado se trata de la
misma manera como en procedimiento de produccién 1 con lo cual
puede producirse el compuesto deseado.

[0042]

3-3. F6rmula general (I-1) = PF6rmula general (I-2)

En el caso de esta reaccifn, puede producirse el compuesto
deseado de una manera similar a la descripta en el procedimiento
de produccién 2-2,

3-4, F6rmula general (I-2) = F6rmula general (I-4)

Un derivado aminoquinazolinona (tiona) de la f&6rmula
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general (I-4) puede ser producido haciendo reaccionar el
derivado aminoquinazolinona (tiona) de la f6rmula general (I-2)
con el compuesto de la férmula (IX) en presencia o ausencia de
un solvente inerte y una base.

En el caso de esta reaccifén, puede producirse el
compuesto deseado de una manera similar a eso descrito en
procedimiento de produccién 3-2.

3-5. F6rmula general (I-4) ® FS6rmula general (I-5)

Un derivado aminoquinazolinona (tiona) de la f6rmula
general (I-5) puede ser producido haciendo reaccionar el
derivado aminoquinazolinona (tiona) de la £6rmula general (I-4)
con un compuesto de la f6rmula general (XI) en la presencia o
ausencia de un solvente inerte y una base.

En caso de esta reaccifn, puede producirse el
compuesto deseado de una manera similar a la descripta en el
procedimiento de produccién 3-2.

3-6. F6rmula general (I-3) = P6rmula general (I-5)

En caso de esta reaccién, puede producirse el
compuesto deseado de una manera similar la descripta en el
procedimiento de produccién 2-2.

[0043]

Los ejemplos tipicos del derivado aminoquinazolinona
(tiona) de la férmula (I) o sal del mismo de la presente
invencién se indican en las Tablas 3 y 4. Sin embargo, el

alcance de la presente invencién no estd limitado por estos



M)

fﬂ?@v
53
ejemplos.
[Férmula 9] Xn
tI\" A=C (Rp) =R,
R
[0044]
Tabla 3 (R,=Q,, R,=H, Y=0)
No. R Xn Propiedad fisica
1 H 5=0H pf 293-295 T
2 | H 6-OH
3 H 7-OH
4 H B-OH pf. >300C
S H S-Br
6 H 6~Br pf. >300C
7 H 7-Br
8 H B-Br
9 H S5-I
10 H 6-I pf. >300C
11 H 7-I
12 H 8-1 s
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(0045]

Tabla 3 (Continuacién)
No. R %0 Propiedad fisica
13 H S=CFs
14 H 6-CF, pf. 227.6-286.7 C
15 H 1=-CF,
16 H 8-CFa
17 H $-CsFs
18 H 6=CsFs pf 298-300 T
19 H 7-CaFs
20 H B-CaFy
21 H 5-1-C»F»
22 H 6-1-CyF;: p.f. >3b0C
23 H 7-1-C3Fy
24 H 8-1-C1Fy
25 H 5-n=-CesF1s
26 H 6-n-CaF\s pf. >300C
27 | H 7-n=CuF15
28 H 8-n-CasF:3
29 H 5-0CF
30 H 6-OCF, pf. 264.0-266.0 C
31 H 7-0CF,
32 H B-OCF;
33 H 5-CH,;-Ph
34 H 6-CHq-Ph
35 H 7-CHe-Fh
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[0046]
Tabla 3 (Continuacién)
No. R xn Propiedad fisica
36 H 8-CH:-Ph
37 H 5-0CHF; -
38 H 6~OCHF: pf. 260.1-264.5 C
39 H 7-OCHF,
40 H 8~OCHFs
41 H 5-SCF,
42 H 6-SCF,
43 H _ 7-SCFs
44 H 8-8CF, -
45 H §5-SCaFs
46 H 6-SCsFs
47 H 7-SCafs
48 H 8-SCsFs
49 1 H 5-§-1-C)Fr
50 H 6-8=1-C;Fy
51 H 7-8=1-CsF;
52 H 8-8-i-CaFr
53 H 5-SOCF,
54 H 6-S0CF)
55 H 7-SO0CF,
56 H 8-SOCF;
57 H 5-S0,CF»
58 H 6-S0,CF, ’
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[0047]
Tabla 3 {Continuacidn)
No. R Xn Propiedad fisica
59 H 7-SO4CFa
60 H 8-S0:CFa
61 H 5-S0C:Fs
62 H 6-50C1Fs
63 H 7-SOC:Fs
64 H B~50C:Fs
65 H 5-S01CaFs
66 H 6-502C:Fs
67 R 7-80+C:Fs
68 R 8-50,C.F\s ’
69 H 5-50-1-CaF
70 H 6-S0=1-CyFs
71 H 7-80-1-CaF»
72 H B=5§0-1~CiF,
73 H 5-804-1~C;Fs
74 H 6-S0s=1-CsFr
75 H 7-S0:~1~CaFy
16 H 8-S0s-i-CsF:
77 H 5-COO0CaHa
78 H 6-C00C,H, pf. 274-278 C
79 H 7-COOC.Hs
80 H 8~COOC1H,
8l H 5~COOH
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[0048]
Tabla 3 (Continuacién)

No. R Xn Propiedad fisica .
82 H 6-COOH

83 H 7~COOH

84 H 8~COOH

BS H 5-Ph

86 H 6=Ph pf. 250.9-253.8 T
87 H 7-Ph

88 H 8-Ph

89 H 5-(4-C1-Ph)

90 H 6-(4-Cl-Ph) | pf. 276-278 C

91 H 7-{4-C1-Ph)

92 H 8-(4-C1l-Ph)

93 H 5-0~Ph

94 H 6-0-Fh

95 H 7-0~Ph

96 H B-0-Ph

97 H 5=n~C.H,»

98 H 6~-n=-CH,

99 H 7-n=C4H,
100 H 8~-n-C.Hs
101 CHa 5-I
102 CH, 6-I pf 181.4-185.3 C
103 CH, 7-1
104 CH, 8-1
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[0045]
Tabla 3 (Continuacibn)
No. R Xn Propiedad fisica
105 CsHs 5-1
106 CiHa 6-I pf 191.5-194.5 C
107 CiHs 7-1
108 CiHs 8-1
108 n=CsHii 5-I
110 n-CsHi 6-1 nD 1.4126(28.5%C)
111 n-Cati 7-1
112 n-CsHi: 8-I
113 CH.C=CH 5-1
114 CHaC=CH 6-1 p.f. 214-217 C
115 CH,C=CH 7-1
116 CHiC=CH 8-1
117 CH3CH=CH, 5-1
118 CH1CH=CH, 6-I pf 162-164 €
119 | CHJCH=CH, 7-1
120 CH3CH=CH, B-I
121 CH,0C2Hs 5-1
122 CH10CsHs 6-1 p.f. 111.3-161.7 €
123 CH41OCgH, 7-1
124 | CHa0CuHs 8-1
125 | CHe(4-Cl-Ph}| 5-X
126 | CH,(4-Cl-Ph)| 6-1 pf. 146-149 T
127 | CHs(4-Cl-Ph)| 7-I
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[0050)
Tabla 3 (continuacién)
No. R Xn Propledad fisica

128 | CH:(4-Cl-Ph) B-I
129 COCH, 5-1
130 COCH, 6-I pf. 186-188 T
131 COCHa 7-1
132 COCH, 8-I
133 COC3H, 5-I
134 COCaHs 6-I p.f. 135-139
135 COC:Hs 7-1
136 COCaH, B-I
137 801CHa 5-1
138 80:CH, 6-1 pf 174-181 ©
139 S0+CH, 7-1
140 SO+CHa 8-I
141 S0sPh 5-1
142 S0sFh 6-I pf 199-205 C
143 S0sPh 7-1
144 SOsPh 8-1
145 H 5-OCFaCHF's
146 H 6-OCF,CHFs | p.f. 251.6-263.3 T
147 H 7-0CF1CHE,
140 H 8-OCF;CHF,
149 | CO-c~CaH, 5-I
150 | CO-c~-C;H, 6-1 pf 172-175 €




o

60
[0051]
Tabla 3 (continuacién)

No. R Xn Propiedad fisica
151 | CO-c=CiHa 7-I
152 | cO-c-CiH, B-I
153 5- (4-CHa10-Ph)
154 6- {4-CH;0-Ph) pf 242 C
155 H 7-(4-CH.0-Ph) '
156 H 8- (4-CHa0-Ph)
157 H 5-{3-CH,0-Ph
158 H 6~ (3~CH,0~Ph) p.f. 192-199 C
159 R 7- (3-CHa0-Ph)
160 H 8- (3-CH10-Ph) )
161 H 5-(3-NO,~Ph)
162 H 6- (3~NOa2~Ph) p.f. >300C
163 H 7= (3-NO;~Fh)
164 H 8- (3~NOs-Ph)
165 | H 5-COOH
166 H 6-COOH pf. >300T
167 H 7-COOH
168 H 8-COOH
169 H 5=-COOCH,
170 H 6-COOCH, pf. 270.5-279.6C
171 H 7-COOCH,
172 H 8-COOCHa
173 H 5-CON (CaHs) 4
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[0052]
Tabla 3 (continuacién)
No. R Xn Propiedad fisica
174 H 6-CON (CaHa) s pf. 254.9-278.1%C
175 H 7-CON (CsHs) s
176 H 8-CON(CsHs) s
177 H 6-C1-7-CF:H pf. 295C
178 H 6~CyFr-1 pf 227.1-227.3C
(Q,:Sal loduro de N-metilpiridio)

[F6rmula 10]

’ @N /NRg-CH (Rz) RI
N
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{0054]
Tabla 4 (R,=H, Y=0, R,=H, excepto para el grupo indicado
especialemente.) -
No R Ra Xn Propiedad flsica
179 H Qa S-OH
180 H Qs 6-OH pf. 223-225 C
181 H Qs 7-OH pf 258-259
182 H Qs 8-OH pf. 177-180 €
183 H Q: 5-Br
184 H Qs 6-Br p.f. >300TC
185 H Qs 7-Br
196 H Qa 8-Bz
187 H Qs 5-I -
188 H Qs 6-I
189 H Qs 7-1
190 H Qs B-I
191 H Qs 5=-CFa .
192 H Qs 6-CFs pf 191.0-193.1 C
193 H Qs | 7-CFs
194 H Qs 8-CF,
195 H Qs 5=CaF,
196 H Qa 6-CaF,
197 H Qa 7-CsF
198 H Qs 8-~CaFs
199 H Qe 5~1-CyFy
200 H Qs 6-1-C.Fy | p.f. 159.4-161.0
201 H Qs T-1-CaFy
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{0055]
Tabla 4 (continuacién)
No R Ra Xn Propiedad fisica
202 H Q: | 8-1-C,F;
203 H Q: | 5-n~CdFis
204 H Qs | 6-n=CeF:s pf. 153.9-164.7 C
205 H Qa 7-n=CqF13
206 H Qs | 8-n~CuF:a
207 H Qs | 5-OCFa
208 H Q. | 6-ocr. nD 1.5233(22.6%)
209 H Qs | 7-OCF,
210 H Q: | e-ocF, ]
211 H Qs | 5-~CHs~Ph
212 H Qs | 6-CHe-Ph
213 H Qs | 7=CHe=Ph
214 5 | Qs 8§=CH,~Ph
215 H Q: | 5-OCHF,
21¢ H Qs | 6-OCHF, pf. 129.7-130.2 €
217 H Q: | 7-OCHF.
218 H Qs | B-OCHF,
219 H Qs | 5-SCF,
220 H Qs | 6-5CF,
221 H Qs | 7-SCF,
222 K Q: | B-SCF,
223 H 0 | 5-SC.Fy
224 H Qs | 6-SCaFy




D

312
64
[0056]
Tabla 4 (continuacién)
No R Re xn Propiedad fisica
225 H Qs 7-SCaFa
226 H Qs B-5CaFs
227 H Qs | 5-5-1-CsFs
228 H Qs 6-S-1-C.Fy
229 H Qs 7-5-1-C,F;
230 H Qs 8-5-1-C,F,
231 H Qa. | 5-SOCF,
232 H Qs 6~SOCFa
233 H Qe 7-SOCF,
234 H Q: B-SOCF, -
235 H Qs 5-804CF
236 H Qs 6-S0,CF
237 H Qa 7-504CF3
238 H Q. 8-50:CF
239 H Qa 5-50CaF
240 H Qe 6-50CsFs
241 H Qs 7=50C:Fs
242 H Qa 8-SOCyFs
243 H Qs 5~S0:CsFs
244 H Qe 6-S03CaFs
245 H Qs 7-50sCsFs
246 H Qi | 8-80:CaFs
247 H Qa 5=80=1~CiFy
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[0055] '
Tabla 4 {(continuacién)
No R Ra Xn Propiedad fisica
248 H Qs 6=50-1-C3Fr
249 H Q: 7=-S0-1-CsF
250 | H O | 8-S0-1-C.Fy
251 H Qs 5-505-1—-C»F»
252 H Qs 6-SOs~1-C3Fs
253 H Qs 7-S0s-1-CaF
254 H Qs 8~802=1-C,Fy
255 H Ql. 5=-COQCquHs
236 H Q. 6~CO0C:Hs
257 H Qs 7-CO0C:H, .
258 H Q: | 8-COOC,H,
259 H Q: | 5-COOH
260 H Q2 6-COOH
261 H Q; 7-COOH
262 H Qs B-COOH
263 * H Q: | 5-Ph
264 H Qs 6-Ph
265 H Qs { 7-Ph
266 H Q2 8~pPh
267 H Qe | 5-(4-Cl-Ph)
268 H Q: 6- (4-C1-Ph)
269 H Q: | 7-(4-C1l-Ph)
270 H Q: | 8-(4-C1-Ph)
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[0058]

Tabla 4 (continuacién)
No R Re Xn Propiedad fisica
271 H Qs | 5~0-Fh
272 H Qs | 6-0-Fh
273 H Qs | 7-0-Ph
274 H Qs | 8-0-Ph
275 H Qs | 5-n=CsH»
276 H Q; | 6-n-C.H»
277 H Qs. | 7-n~C.H,
278 H Qs | 8-n=CuHs
279 H Q: | 5-OCF:CHF,
280 H Q | 6-OCF,CHFs | pf. 168-7-173.9 C
281-| H Q: | 7-OCF:CHF4
282 H Qs | 8-OCFJCHF,
283 H Qs | S-CF(CFi}a
284 H Qs | 6-CF{CF.)a p.f. 239.7-243.5C
285 H Qs | 7-CF{CFy) s
286 [ H & | 8-CF(CF)a
287 | H Qs | 6-cFicEd: | pf. 209.9-213.4C

(R;=COCF5)

288 | CHa Qa2 | 5-0CF,
289 | CH, Qs | 6-OCFa nD 1.5467(23.6C)
290 | CH, Qs | 7-OCF,
291 CHs Q: | 8-OCF,
292 | C.H, Qa | 5-OCF,
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[0059]
Tabla 4 (continﬁaéién)
No R Ra Xn Propiedad fsica
293 CaHs Qs | 6-OCFs |nD 1.5360(24.3C)
294 | CuHs Qs | 7-OCFs
295 CaHs Q: | 8-OCF,
296 | COCH, Q: | 5-OCF,s
297 | COCH, Q: | 6~0OCF, nD 1,5478({24.1°C)
298 | COCHa Qs | 7-OCF,
299 | COCH, Qe | 8-0OCF,
300 | COCaFs Qa | 5-OCF,
301 | COCiFs & | 6-OCFa nD 1.5174(25.97C)
302 | COCaF, @ | 7-0CFs )
303 | COCaFs @ | 8~OCF,
304 | CH,CH=CH; | Q. | 5~OCF,
305 | CHsCH=CH: | Qa | 6-OCF p.f. 92.5C
306 | CHyCH=CH. | Q. | 7-OCF,
307 | CH:CE=CH: | Qa | 8-OCF,
308 | CH,C=CH Q: | 5~OCF,
309 | CH.C=CH Qs | 6-OCFa nd 1.5325(24,2C)
310 | CH.C=CH Qs | 7-0CF,
311 | CH,C=CH Qs | 8~OCF,
312 | CH(CH,), Q: | 5-0CF,
313 | CH(CHa)a Qs | 6-OCF; nD 1.5370(24.8%C)
314 | CH(CHa) Qa | 7-OCF,
315 | CH(CHjy), Q: { 8~0CF,
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Tabla 4 (continuacién)

No R Re Xn Propledad fisica

316 H Qs | 6-0CFa D 1.5380(26.0%C)
(Ry=COCyHs)

317 | CHsC=CH Qs | 5-Br

318 | CH,C=CH Qs | 6-Br nD 1.5760(26.2C)

319 | CH,C=CH G | 7-Br

320 | CHJCSCH Q: | 8-Br

321 | CHsSCHs -{ G | 5-Bz

322 | CHaSCH, Q: | 6-Br nD 1.8030(27.0T)

323 | CHaSCHa Qs | 7-Bx

324 | CH,5CH, Qs | B-Bx i

325 | CaHy Q: | 5-Br

326 | CaHs Q: | 6~Br nD 1.5974(26.9C)

327 | CaHs Qs | 7-Br

328 | CaHs Q: | 8-Br

329 | 1-C3Hy Q. | 5-Br

330 | 1-CsHy Qs | 6-Br nD 1.4680(28.07)

331 | i-CsHy Q: | 7-Br

332 | i-CyHy Q. | 8-Br

333 | COCH, Qs | 5-Br

334 | COCH, Qs | 6-Br nD 1.5930(27.2%C)

335 | CocH, Qa | 7-Br

33€ | COCH, Q: | 8-Br

337 | COC;H, Qs | 5=-Br
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[6061)
Tabla 4 (continuacifn)

No R R, Xn Propiedad fisica
338 | COCsH, Q: | 6-Br InD 1.5861(26.8C)
339 | COCaHs Q: | 7-Br
340 | COCaHa Qs | 8-Br’

341 | CHe-(4-Cl-Ph)| Qi | 5-Br
342 | CHy-(4-Cl-Ph}| Qs | 6-Br nD 1.5885(27.3C)
343 | CH,-(4-C1-Ph)| Q: | 7-Br
344 | CH,~(4-C1-Ph)| Qa | 8-Br
345 | Co-Ph Qs | 5-Br
346 | CO-Ph Qs | 6-Br pf. >300C
347 | co-Ph g, | 7-Br S
348 | CO-Ph Ch 8-Br
349 | CH, Qs | 5-OCHF,

350 | cH, Q: | 6~OCHF: | nD 1.5613(27.9%C)

351 | cH, Qs | 7-0cEF,:
3s2 | cH, G: } 8-OCHF,

353 | CaHa Qs | 5-OCHF,

354 | CyHa Qs | 6~OCHF. | nD 1.5354(26.47C)
355 | CaHa Qs | 7-ocHF,

356 | CaHs Q: | 8-OCHFa
357 | n-CiHy+ Qa | S-OCHF,

358 | n~CoHiv Qs | 6-OCHF: | nD 1.5590{25.8C)
359 | n-CsH+ Qs | 7-OCHF:

360 | n-CuHiy Q. | 8-oCHP
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[0062]

Tabla 4 (continuacién)

No R R4 Xn Pmple&d fisica

361 | CHy-{2-NO:~Fh) Qs | 5-OCHF»
362 | CH2-({2-NO;~Fh} Q: | 6-OCHFs | nD 1.5917(27.9%C)
363 | CH:-(2-NOs-FPh) Qs | 7-0CHF;
364 § CHy=(2-NO:-Ph) _ Qs | 8-OCHF,

365 | 1-C.Ha Q1 | S-OCHF»
366 | 1-CHs Qs | 6=OCHF: | nD 1.5557(26.4C)
367 | 1-C4Hs . Q: | 7-OCHF,
368 | 1-C.H» Qs | B=-DCRF»

369 | CHe-(4-CHaO-Ph) | Q: | 5-OCHFa
370 | CHa-(4-CH:0-Ph) | Qa | 6-OCHF: | nD 1.5668(26.5C)
371 | CHa- (4-CHaO-Ph) | Qs | 7-OCHF,
372 | CHa-(4-CHaO-Ph) | Qs | 8-OCHF,

373 | COCHs Qs | 5-OCHF,

374 | COCH, Qs | 6~OCHF: | nD 1.5503(26.17C)
375 | COCH. Qs | 7-OCHF»

376 |‘cCocH, Qs | 8-OCHF,

377 | COCaH, Q: | S~OCHF, _

378 | COCaH, Qs | 6-OCHF: | nD 1.5470({26.2%C)
379 | COCaHs Qs | 7-OCHF,

380 | COC,H, Q: | B-OCKF,

381 | CO-1-CsH, Q1 | 5-OCHF»

382 | CO-1i-C5H, Qs | 6-OCHFs | nD 1.5196({28.37)

383 CO~i~-CaH; Qs | 7-OCHF,
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{0063)
Tabla 4 (contim:laicién)
No R Re %xn Propiedad fisica
394 | CO-i-CaH, Qu | 8-OCHF;
385 | CO-Qn Q: | 5-0CHF;
386 | CO=0u, Qs | 6-OCHF: pf 148-155 C
387 | CO-Qu, Qs | 7-ocHF,
388 | Co0-Qi, 0: | 8-OCHF,
389 | cu, Qe | 5-OCF:CHF: )
350 | cH, Q. | 6~0cF.cEF: | nD 1.5320(26.27T)
391 | CHs Qa | 7-0CF.CHE,
392 | CH, Q: | 8~OCF:CHF,
393 | CqHs Qs | 5-OCF,CHF, )
394 | CaHs Q. | 6-OCF.CHF, | nD 1.5239(26.7T)
395 | CuHs Qs | 7-oCFiCHE,
396 | CaHy Qu | 8~OCE,CHF,
397 | 50,CaHs Qa | 5-OCF.CHF,
398 | SOsCsHs Qs | 6-OCEJCHFs | nD 1.5309(26.0°C)
399 | SO.CaHs Qa | 7-OCFCHF,
400 | SOsCaH, Qs | B-0CF,CHF,
401 | CH,OCH,-Ph Qa | 5-OCF\CHF,
402 | CHsOCHg-Ph Qr | 6-OCF\CHF, nD 1.%486(26.2°C)
403 | CH.,OCHs~Ph Qa | 7-OCF:CHF,
404 | CH.OCH.~Ph Qx | B~OCE,CHF,y
405 | COOC.Hs~t Qs | 5-OCE,CHFs |
406 | COOC.Hs-t Qa | 6-OCF,CHF; | nD 1.5103(26.2%C)
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[o064]
Tabla 4 (continuacidn)
No R Rz Xn Propiedad fisica
407 | COOC.H,~t | Q1 | 7-OCFaCHF,
408 | COOC«Hs=t | Qa | B-OCFsCHF;
409 | COCH, Qs | 5-OCFiCHF,
410 | COCH, Q: | 6-OCF,CHF2 | nD 1.5262(25.8C)
411 | COCH, Qs | 7-OCF,CHF:
412 | COCH, Q: | 8-OCFJCHF,
413 | COCsH, {Ua | 5-OCF.CHF
414 | COCaH,s Q: | 6-OCF;CHF, nD 1.5266(25.957)
415 | COCaH, Qs | 7-OCFiCHF,
416 | COCsHs Qs | B-OCF,CHF, ’
417 | CHsOCH, Q2 | 5-OCF.CHF3
418 | CH;0CH, Qs | 6-OCFE:CHF» nD 1,5311(23.5C)
419 | CH.OCH, Qs | 7-OCF.CHF,
420 { CH,OCH, Qs | B~OCFsCHF
421 | CHy-Q, Qa | 5-OCFsCHF\
422 | CHa=Qs Qs | 6-OCF.CHFy | nD 1.5560(26.8°C)
423 | CH:-Q, Qs | 7-OCFaCHF,
424 | CH;-Qq Qs | 8—-OCFsCHF;
425 | SO.CH, Qs | 5-CaFz-i
426 | SO;CH, Qs | 6-CsFy-1 pf. 154-156 €
427 | SOiCHa Qe | 7-CaFs-1
428 | SO.CH, Qs | 8-CaFy-1
429 | S04CaH, Qs | 5-CaFy-i
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[0065]
Tabla 4 (cont.inuaciéi:)

No R Rs Xn Propiedad fisica

430 | SOsCuHe Qs | 6-CaFs-1 pf 45-50 C

431 | 505CsHs Qs | 7-CaFs-i

432 | 50.CiHs Qs | B-CaF:~i

433 | SO, (4-CHi=Ph) | Q1 | 5-CsF;~-1

434 SOe (4-CHa~Ph) | Qs | 6-CaFs-1 pf. 65-715 C

435 | SO:(4=CHa-Ph}| Qu | 7=CaF:-i

436 | SOx(4-CHa~Ph}{ Qu | 8-CaFy-1

437 | H Qs | 6-CaFr-i pf. 186-212 C
(hidrocloruro)

438 H Qs | 6~CaFs-1 pf. 168-208.8 C
(sulfato)

439 | co-Ph Qs | 5-CaFs-1

440 CO-Ph Qs | 6-CaFs-1i pf. 161-165 T

441 | CO~-Fh Qs | 7-CaFr-i

442 Co-Fh Qs | B=CyFy-1

443 | COCaH,=1 Q: | 5=CiFy-1

444 | COCaH,-1 Qa | 6=CaFy-1 nD 1.5051(22.1°C)

445 | COCsH,-1 Qe | 7-CaFr=1

446 | COCaHe-1 Qs | 8-CaF:-L

447 | COCH, Qs | 5-CaFr-1

448 | cocHs Qs | 6=CaFs=1 | pf. 132-134 T

449 | COocH, Qs | 7-CaFs-1

450 | COCH, Qs | 8=CsFy-4
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[o066]"

Tabla 4 (continuacibn)
No R Rs Xn Propiedad fisica
451 | COCaHs Qs | 5-CsFs-4
452 | COCsHs Qs | 6-CaFy-d pf. 108 C
453 | COC4Hs Qs | 7-CaFr=4
454 | COC:H, Qs | 8-C3Fy~4
455 | COCaH:-n Qs | 5-CaFs-1
456 | COCiHr-n Qs | 6-CaFr-i nD 1.510({22.2 )
457 | COCaHr-n Q: | 7-CaFr-1
458 | COC,H;-n Qs | 8=CaFs-1
459 | CH, Qs | 5=CaFr-4
460 | CHa Qs | 6-CaFy-1 pf. 6775 C
461 | CH: Qa | 7-CaFr-i
462 | CHa Q: | 8-CaFr-1
463 | CiHs Qa1 | 5-CaFy-i
464 | CaHs Qe | 6-CaF,-4i m.p.98-102.4C
465 | C;H, Qs | 7-CaFr=1
466 | CaHs Qs | B=CaFy-i
467 | COC:H. Qs | 5-F
468 | COC:H, Q: | 6-F nD 1.5660(22.8°C)
469 | COCyH, Qx | 7-F
470 | COCaHs Q: | 8-F
471 | R Qs | 5-COOC3H,
472 | H Qs | 6-co0C.Hs | pf. 168.7-171.9
473 | H Qs | 7-COOCaH4

Ny
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[0067]
Tabla 4 (continuacién)
No R Rz Xn Propiedad fisica
474 | H "] Qi | 8-COOCaHs
475 | COCaHs Q: | 5=CF,
476 | COCaH, Qs | 6-CFs nD 1.5400(21.1%C)
477 COCaH. Qs | 7-CF,
479 COCyH, Q. | B—CF,
479 H Qx | 5=CaFs
480 | H Q2 | 6=C.F, pf. 139-146 C
481 | H Qa | 7=C4Fs
482 H Qs | B=C,)F,
483 (H Qs | 6=C1-7-OCHF, | pf. 198-201 C

[0068]

Las abreviaturas en Tabla 3 y Tabla 4 se indican para
los sustituyentes siguientes:

c : grupo hidrocarburo aliciclico

Ph : grupo fenilo,

Q, : grupo 2-piridilo,

Q, : grupo 3-piridilo,

0, : grupo 4-piridilo,

Q. : grupo 2-piridil-N-éxido,

Q : grupo 3-piridil-N-6xido,

Q : grupo 4-piridil-N-6xido,
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Q, : grupo tiazol-5-ilo,
Q. : .grupo furan-2-ilo,
Q, : grupo 1,3-dioxolan-2-ilo,
Qi : grupo :Etalimid-l-ilo',
Q. : grupo tiofen-2-ilo,
[0069]
[BTEMPLOS]

Los ejemplos tipicos de la presente invencién se describen
a continuacién, sin embargoc el alcance de la presente invencifn
no estid restringido por dichos ejemplos.
Ejemplo 1

Preparacién de 3-amino-3,4-dihidro-6-trifluorometoxi-2-

(1H) ~quinazolinona (Compuesto No. II-30)

[F6rmula 11] 1

3 H,NNH, H,0 m: 2

NHCOOCH,

En 20 ml de metanol se disolvié- 2,84 g (0,01 mol) de
metil 2-clorometil-4-trifluorometoxifenilcarbamato, luego 5 g
(0,1 mol) de hidrato de hidrazina se agregd a la solucién, y la
reaccién fue realizada calentando bajo reflujo durante 3 horas.

Después de la realizacién de la reaccién, el resto de
hidrato de hidrazina y el solvente fueron eliminados de 1la
mezcla de la reaccifn que contiene el compuesto deseado por

destilacién bajo presién reducida para obtener un producto
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crudo. El producto crud6 resultante era recristalizado de 95%
de metanol para obtener 2,22 g del compuesto deseado.
Propiedad fisica: p.f. 18B1,5 - 184°C
Rendimiento 90%.
[0070]
Ejemplo 2
Preparacién de 3-amino-3,4-dihidro-6-pentafluoro-etil-2-
(1H) -quinazolinona (compuesto No. II-18)
[F6rmula 12]

C,F
CoFs H,NNH, H,0 * \CE\N ~Ni,

NHCOOCH, °

En 20 ml de metanol se disolvié 3,18 g (0,01 mol) de
metilo 2-clorometil-4-pentafluorocetilfenilcarbamato, luego 5 g
(0,1 mol) de hidrato de hidrazina se agreg6 a esta solucién y
la reaccién fue realizada calentando bajo reflujo durante 3
horas.

Después de la realizacién de la reaccién el resto de
hidrato de hidrazina y el solvente fueron eliminados de la
mezcla de la reaccién que contiene el compuesto deseado por
destilacién bajo presién reducida para ocbtener un producto
crudo. El producto crudo resultante fue recristalizado de 95%
metanol para obtener 2,53 g del compuesto deseado.

Propiedad fisica: p.f. 178,4 - 183,5° C.
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Rendimiento: 90%.°
[0071]
Ejemplo 3
Preparacifn de 3-(3-piridilmetilidenamino)-3,4-
dihidro-6-trifluorometoxi-2 (1K) -quinazolinona
(Compuesto No. 30)
[F6rmula 13]

Y O
oo

ﬂzk

o

A 10 ml de metanol se agregaron 0,62 g (2,5 mmoles)
de 3-amino-3,4-dihidro-6-trufluorometoxi-2(1H)-quinazolinona,
0,27 g (2,5 mmol) de nicotinaldehido y 1 gota de &cido
sulffirico, la reaccién fue realizada calentando bajo reflujo
durante 3 horas.

Después de la realizacién de la reaccibn, los
crigtales precipitados en el sistema de reaccién fueron
recolectados por filtracifn y se secaron para obtener 0,76 g del
producto deseado.

Propiedad fisica: p.f. 264,5 - 266,0° C.
Rendimiento: 93%.
[0072]
Ejemplo 4

Preparacitn de 3-[1-(3-piridilmetidenamino)-3,4-
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dihidro-s-péntéfluoroétil-z(1H)-quinazolinona
(Compuesto No. 18)

[P6rmula 14]

5 ﬂ’k/:ﬂz . Fscm :N \,Q

A 10 ml de metanol se agregaron 0,74 g (2,5 mmol) de
3-amino-3,4-dihidro-6-pentafluorcetil-2 (1H) -quinazolinona,, 27
g (2,5 mmol) de nicotinaldehido y 1 gota de &cido sulfirico, la
reaccidn fue realizada calentando bajo reflujo durante 3 horas.
Después de la realizacién de la reaccién los cristales
precipitados en el sistema de reaccién fueron recolectados por
filtracién y 6e pecaron para obtener 0,78 g del producto
deseado.
Propiedad fisica: p.f. 298,0 - 300,0° C.
Rendimiento : 84%.
[0073]

Ejemplo 5
Preparacion de 3- (3-piridilmetilamino)-3,4-
dihidro-6-trifluorometoxi-2 (1H) -quinazolinona
(Compuesto No. 208)

[F6rmula 151

s - 3 A
Fmofulou\/g ———--FCOU:“:LO \/Q
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A 30 ml de .4cido acético se agregaron 3,36 g (2,5
mmol) de 31£3-piridilmetilidenamino)-3,4-dihidro-6-
trifluorometoxi-2 (1K) -quinazolinona Y 0,2 g de 5%
paladio-carbono, la hidrogenacién se realiz6 a 3 a 4 kg/m’.
Después de la absorcifén de una cantidad tebrica de
hidr6geno, el catalizador fue eliminado de la mezcla de reaccién
por filtracién, y el solvente fue eliminado por destilacidn bajo
presidn reducida. El residuo fue neutralizado agregado de una
solucibén acuosa 20% de hidr6xido de sodio y el compuesto deseado
ge extrajo con cloroformo (20 ml X 3). La solucifn extraida se
lav6é con el agua y una solucidn acuosa saturada con cloruro de
sodio, fue secada sobre sulfato de magnesio anhidro, el solvente
fue eliminado por destilacién bajo presi6n reducida. El producto
crudo resultante fue purificado por una cromatograffa en
columna de gel de asilice (acetato de etilo-metanol=10:1) para
obtener 2,5 g del compuesto deseado.
Propiedad fisica: nD 1,5233 (22,6° C).
Rendimiento: 74%.
[0074]
Ejemplo 6
Preparacifn de 1-metil-3-(3-piridilmetilamino) -
3,4-dihidro-6-trifluorometoxi-2 (1H) -quinazolinona

{Compuesto No. 298)
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(F6rmula 16] -
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CH,

En 10 ml de dimetilformamida se disolvié 0,68 g (2,0
mmol) de 3- (3-piridilmetilamino)-3,4-dihidro-6-trifluorometoxi-
2 (1K) -quinazolinona. A la solucifn, se agregd 0,09 g de hidruro
de sodio (62,4 %), y la reaccién se realizé a temperatura
ambiente durante 30 minutos, luego 0,34 g ioduro de metilo se
agreg6 a la misma y luego la reaccifn se lleva a cabo durante
4 horas.

Después de la realizacién de la reaccifén, la mezcla
de la reacci6n se vierte en una mezcla hielo-agua, el compuesto
deseado se extrajo con acetato de etilo (20 m1 X 3). La solucibén
extraida se lavé con agua y sol. acuosa saturada de cloruro de
sodio, fue sBecada sobre sBulfatc de magnesio anhidro, y el
solvente fue eliminado por destilacién bajo presién reducida.
El producto crudo resultante fue purificado por un cromatografia
en columna de gel de sflice (acetato de etilo-metanol=10:1) para
obtener 2,5 g del compuesto deseado.

Propiedad fisica: nD 1,5467 (23,6'0)_.
Rendimiento: 50%.
[0075]
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Ejemplo 7
7-1. Preparaciéﬁ de t-butil 2-(5-hidroxi-2-nitrofenil-
metiliden)carbazato

[F6érmula 17]

HQ'*(I‘:HO H,NNHCOOC,Hg-t "D\O:\l Al COOC Hy—t
NO, NO,

A 20 ml de metanol se agregaron 3,34 g (0,02 mol) de

5-hidroxi-2-nitrobenzaldehido, 2,64 g (0,02 mol)}) de carbazato
de t-butilo y 1 gota de &cido sulfiirico, y la reaccién fue
realizada calentando bajo reflujo durante 3 horas.

Después de la realizaciféin de la reaccibdn, la mezcla
de la reacciétn fue enfriada a temperatura ambiente, 1los
cristales precipitados fueron recolectados por filtracién para
obtener 5,06 g del compuesto deseado.

H-RMN [CDC1,/TMS, & (ppm))
1,57 (9H; 8); 6,84 (1H; 4.4); 7,66 (1H; d);
7,94 (1H; d); 8,42 (1H; bx,s); 8,46 (1H; 8);
10,5 (1H; br. 8).

Rendimiento: 90%.

[0076]

7-2. Preparacién de t-butil 2-(5-metoxicarboniloxi-
2-nitrofenilmetiliden) carbazato

[F6rmula 18]
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En 15 ml de tetrahidrofurano se disolvieron 4,22 g

(0,015 mol) de  t-butil  2-(5-hidroxi-2-mitrofenil-
metiliden)carbazato que se obtuvo en Ejemplo 7-1 y 1,67 g
(0,0165 mol) de trietilamina, luego la solucién se enfrié a 0°
C. Luego de 15 minutos, a la solucién se agregb por gotas 1,56
g (0,0165 mol) de clorofomato de metilo disuelto en 5 ml de
tetrahidrofurano, luego la reaccién fue continuada en
temperatura ambiente durante 3 horas. Después de la realizacifn
de la reaccibn, la mezcla de la reaccién se vierte en 20 ml de
agua, y el compuesto deseado se extrajo con acetato de etilo (20
ml X 3). La solucifn extraida se lavé con agua y se solucién
acuosa saturada de cloruro de sodio, fue secada sobre sulfato
de magnesio anhidro, entonces el solvente fue eliminado por
destilacién bajo presién reducida. El producto crudo resultante
fue recristalizado de hexano-éter para obtener 4,6 g del
compuesto deseado.
'H-RMN [(CDCl1,/TMS, & (ppm)]

1,54 (SH; s8); 3,93 (3H; 8); 7,33 (1H; d4d.4);

8,06 (1H; d); 8,14 (1H; d); 8,21 (1H; br.s);

8,45 (1H; 8).

Rendimiento: 950 %.
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[0077]
7-3. Preparacién de t-butil 2-(2~amino-5-
metoxicarboniloxifenilmetil)carbazato

[F6rmula 19]

H3CO0C-0. HyCooC-

N i \cooe iyt E/ f N\cooc -t

’ Ha

A 50 ml de metanol se agregaron.4,4 g (0,013 mol) de
t-butil 2- (S-metoxicarboniloxi-2-nitrofenilmetiliden) carbazato
que se obtuvo en el Ejemplo 7-2 y 0,4 g de 5% paladio-carbono,
luego la reduccidn catalitica se realizé a 3 - 4 kg/m?.

Después de la absorcién de una cantidad tebrica de
hidr6geno el catalizador fue eliminado de la mezcla de reaccibén
por medio de filtracifm, y el solvente fue eliminado por
destilacién bajo presién reducida, para obtener 4 g del
compuesto despeado.

'H-RMN [(CDC1,/TMS, & (ppm)]
1,46 (9H; 8); 3,87 (3H; B); 3,96 (ZH} d);
4,6-5,0 (3H; br.s,); 6,05 (1H; br.s);
6,6-6,7 (1H; m); 6,8-7,0 (2H; m).
Rendimiento: Cuantitativo.

[0078]

7-4. Preparacién de 3-t-butoxicarbonilamino-6-metoxi-

carboniloxi-3,4-dihidro-2(1H) -quinazolinona
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[F6rmula 20]

H,Co0C— N HyCO0C i
H~" “cooc,8,-t m/ \cooc,fiy-t
H, :

En 20 ml de tetrahidrofurano se disolvieron 3,1 g

(0,01 mol) de t-butil 2-(2-amino-5-
metoxicarboniloxifenilmetil)carbazato que 8e obtuvo en el
Bjemplo 7-3 y 2,6 g (0,01 mol) de 1,1’-carbonil-
big(1H-imidazol), la reaccién se realizé en la temperatura
ambiente durante 3 horas.
Después de la realizacién de la reaccién, la mezcla
de la reacciSn se vierte en 20 ml de agua, y el compuesto
deseado se extrajo con acetato de etilo (20 ml X 3). La solucién
extralida se lavd con agua y solucibén acuosa saturada de cloruro
de sodio, fue secada scbre sulfato de magensio anhidro, y el
solvente fue eliminado por destilacién bajo presién reducida.
El producto crudo asi obtenido fue recristalizado del acetato
del hexano-etilo, fue obtenido 2,1 g del compuesto deseado.
‘H-RMN [DMSO-d,/TMS, & (ppm)]
1,42 (9H; s); 3,80 (3H; B); 4,81 (2H; 8);
6,5-6,7 (3H; m); 9,01 (1H; B); 9,15 (1H;
br.s).

Rendimiento: 60%.

{0079]
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7-5. Preparacién de 3-t-butoxicarbonilamino-6-hidroxi-
3,4-dihidro-2 (1H) -quinazolinona

{F6rmula 21]

n,cooc-o\(I\N/ \cooc.u,-t * 1 B\cooc.u,-t:
H’ko

A 20 ml de 50% metanol se agregaron 2,1 g (0,0062 mol)
de 3-t-butoxicarbonilamino-6-metoxicarboniloxi-3,4-dihidro-
2 (1H) -quinazolinona que se obtuvieron en el Ejemplo 7-4 y 0,64
g (0,0063 mol) de carbonato de sodio, luego la reacciém fue
realizada calentando bajo reflujo durante 3 horas.

Despuée de la realizaclén de la reaccién el metanol
fue eliminado por destilacién bajo presién reducida. Al residuo
asi obtenido se agreg6 10 ml de agua y fue recolectado por
filtracién, entonces se realiza la recristalizacién de 95 &
metanol para cbtener 1,3 g del compuesto deseado.

'H-RMN [DMSO-4,/TMS, & (ppm)]
1,42 (9H; 8), 4,81 (2H; s8), 6,5-6,7 (3H; B),
9,01 (1H; s), 9,10 (1H; B8), 9,15 (1H; br.s).
Rendimiento: 75%.

[c080]

7-6. Preparacién de 3-amino-6-hidroxi-3,4-dihidro-
2 (1H) -quinazolincna (Comound No. II-2)
[Férmula 22]
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A 20 ml de &cido trifluoroacético se agregaron 1,3 g
(0,0046 mol) de 3-l-butoxicarbonilamino-6-hidroxi-3,4-
dihidro-2 (1H) -quinazolinona obtenidos en el Ejemplo 7-5, luego
la reaccién se realizfé a temperatura ambiente durante 3 horas.

Después de la re'alizac:i.ﬁn de la reaccién, 10 ml de
metanol se agregaron a la mezcla de la reaccidn, el solvente fue
eliminado por destilacién bajo presifn reducida. El1l residuo
resultante fue recristalizado del metanol para obtener 0,74 g
del compuesto deseado.

'H-RMN [DMSO-4,/TMS, 6 (ppm)]
4,95 (2H; 8); 4,65 (2H; 8); 6,51-6,63 (3H;
m); 9,00 (1H; B8); 9,60 (1H; br.s),
Rendimiento: 90 %.

[0081]

Los controladores de plaga conteniendo, como un
ingrediente activo, el derivado aminoquinazolinona sustituido
(tione) de la f6rmula general (I) o sal del mismo de la presente
invencién son adecuados para controlar diversas plagas de
insecto tales como plagas de ingsecto agricolas, plagas de
ingecto de bosque, plagas de insecto horticolas, plagas de

insecto de grano almacenado, plagas de insecto sanitarias,
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nemitodos, etc. Estos también tienen un efecto insecticida, por

ejemplo, en HE'MIPTER(-)S incluso la langosta verde del ¢té
(Empoasca oriﬁkii) , langosta de arroz verde (Nephotettix
c¢incticeps), langosta marrén de arroz (Nilaparvata lugens),
(Sogatella furcifera), (Diaphorina citri), wmosca blanca del
citrico (Dialeurodes citri), mosca blanca de la batata (Bemigia
tabaci), mosca blanca del invernadero (Trialeurodes
vaporarioum), pulgén (Brevicoryne brassicae), pulgén de algodén
(Aphis gossypii), pulgén de avena (Rhopalosiphum padi), pulgén
verde del duraznero (Myzus persicae), cochinilla de cera india
(Ceroplastes ceriferus), (Pulvinaria aurantii), (Pseudaonidia
duplex),

[0082]

cochinilla San José (Comstockaspis perniciosa),
cochinilla punta de flecha (Unaspis yanonensis), bicho de 1la
hoja de arroz (Trigonotylus colelestialium), etc., TILENQUIDOS
inclusive los nemdtodos de lesién de rafz de café (Pratytlenchus
coffeae), neméitodo de quiste de papa (Globodera rostochiensis),
anguilulosis de la raiz (Meloidogyne sp.), nemitodo de los
citrus (Tylenchulus semipenetrans), Aphelenchus. sp {Aphelenchus
avenae), nematodo de foliar de crisantemo (Aphelenchoides
ritzemabosi), etc., y ORTOPTEROS que incluyen el gorgojo de
arroz (Stenchaetothrips biformis), etc.

Adicionalmente, los controladores de plaga de 1la

presente invencién producen menores efectos perjudiciales contra
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los insectos Gtiles, por ejemplo, gusanc de seda (Bombyx mori),
larva del poroto (Osmia cornifrons) y lo similar, de esta manera
Be pueden mencionar com insecticidas altamente seguros.

Los nombres zooldgicos y lo similar estéin de acuerdo
con la Sociedad de Zoologia y Entomologia Aplicada de Japén,
"List of Agricultural and Forest Injﬁrious Animals and Insects",
publicado en 1987.

[0083]

El controlador de plaga que contiene como ingrediente
activo el derivatdo (tiona) aminoquinazolinona sustituido de la
férmula general (I) o sal del mismo de la presente invencién
posee un marcado efecto de control en las plagas de insecto,
plagas sanitarias, y/o nematodos ejemplificados precedentemente
que son dafiinos para los campos de arroz, &rboles frutales,
verduras y otros cultivos, y flores y plantas ornamentales. Por
consiguiente, el efecto deseado del insecticida de la presente
invencién puede ser obtenido aplicando el insecticida al agua
del campo de arroz, la planta de arrozal, los drboles frutales,
verduras, otros cultivos, semillas de flores y plantas
ornamentales, raices, tallos y hojas de plantas, suelo, etc.,
0 al dentro de una casa 0 regaderas automdticas alrededor de una
casa en la cual las plagas de insecto sanitarias dafiinas para
los hombres y bestias ejemplificadas precedentemente se
presentan o se espera que se presenten. La aplicacién se lleva

a cabo en una estacién en la cual se espera que las plagas del
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insecto, plagas sanitarias .o nemitodos aparezcan, antes de su
aparicién o en el momento en el cual su presencia estad
confirmada. La presente invencién sin embargo no debe limitarse
a &stas modalidades de realizacién.

[c084]

Cuando el derivado (tiona) aminogquinazolinona
sustituido de la férmula general (I) o sal del mismo de la
presente invenci6én se usa como un controlador de plaga, el
derivado © 8sal 8se prepara generalmente en las formas
convenientemente utilizables seglin una modalidad convencional
para la preparacién de agroquimicos.

Es decir, el derivado (tiona) aminoquinazolinona
gustituido de la f6rmula general (I) o sal del mismo de la
presente invencién y, opcionalmente, un auxiliar es mezclado con
un portador inerte conveniente en una proporcién aproplada y se
prepara en una modalidad de la preparacién conveniente como una
suspensidn, concentrado emulsionable, concentrado soluble, polvo
humectable, grdnulos, polvo o tabletas a través de la
disolucién, dispersién, suspensién, mezcla, impregnacién,
adsorcién o pegado.

El portador inerte usado en la presente invencién
puede ser s6lido o liquido. Como el portador s6lido, pueden
ejemplificarse harina de soja, harina de cereal, aserrin de
madera, polvo de corteza, polvo de aserrin, polvo de tallo de

tabaco, polvo de cdscara de nuez, salvado, polvo de celulosa,
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residuo de extraccién de verduras, polvos o resinas de pclimeros
sintéticos, arcillas (caolin por ej., bentonita, y la arcilla
&cida), talcos (talco por ej. y pirofilita), polvo de silice o
escamas (tierra de diatomeas por ej., arena de silice, mica y
carbén blanco, es decir sintético, &cido silicico de alta
dispersién, también llamado silice hidratado finamente dividido
0o @cido silicico hidratado, algunos de los productos
comercialmente disponibles, contienen silicato de calcio como
el componente principal), carbén activado, polvo de azufre,
piedra p6mez en polvo, tierra de diatomeas calcinada, polvo de
ladrillo, ceniza de mosca, arena, polvo de carbonato de calcio,
polvo de fosfato de calcio y otros polvos inorginicos o
minerales, fertilizantes quimicos (por ej. sulfato de amonio,
fosfato de amonio, nitrato de amonio, urea y cloruro de amonio),
y abonos. Estos portadores pueden usarse B0los © como una mezcla
de los mismos.

[0085]

El portador liquido es agquel que por si mismo posee
solubilidad o que no posee tal solubilidad pero que es capaz de
dispersar un ingrediente activo con la ayuda de un auxiliar. Los
siguientes son ejemplos tipicos del portador liquido y puede
usarse sclo o como una mezcla de los mismos. E1 Agua; metanoles
tales como alcoholes, etanol, isopropanol, butanol y etilén
glicol; cetonas tales como acetona, etilo metil cetona, metil

isobutil cetona, diisobutil cetona y ciclohexanona; éteres tales
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como etil é&ter, dioxano, cellosolve, dipropil éter vy
tetrahidrofurano; hidrocarburos alifiticos como querosén y
aceite mineral; los hidrocarburcos aromditicos tales como bencemno,
tolueno, xileno, nafta solvente y alquilnaftalenos; los
hidrocarburos halogenados tales como dicloroetano, cloroformo
y tetracloruro de carbono; é€ésteres tales como etil cetato,
diisopropil ftalato, dibutil ftalato y dioctll ftalato; amidas
tales como dimetilformamida, dietilformamida y dimetilacetamida;
nitrilos tales como acetonitrilo; y dimetil sulféxido.

[0086]

Lo giguiente son ejemplos tipicos del auxiliar, el
cual se usa dependiendo en los prop6sitos y se usa s0lo O en
combinacifn en algunos caso8, © no necesita ser usado en
absoluto.

Se utiliza para emulsionar, dispersar, disolver y/o
humectar un ingrediente activo, un agente tensicactivo. Como el
agente tensiocactivo, pueden ejemplificarse alquil é&teres de
polioxietileno, alquilaril éteres de polioxietileno,
polioxietilén &steres de &cido graso suberior, resinatos de
polioxietileno, sorbitan monolaurato de polioxietileno, sorbitan
monooleato de polioxietileno, alquilarilsulfonatos, los
productos de 1la condensacién de &cido naftalensulfénico,
ligninsulfonatos y é&steres sulfato de alcohol superior.

[0087]

Ademie, para estabilizar la dispersién de un
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ingrediente activo, su adhesifn y/o unién, pueden usarse
auxiliares tales como casefna, gelatina, almidén, metil
celulosa, carboximetil celulosa, goma arédbiga, polivinil
alcoholes, trementina, aceite de salvado, bentonita Yy
ligninsulfonatos.

Para mejorar la fluidez de un producto s6lido, pueden
usarse auxiliares tales como ceras, estearatos y fosfatos de
alquilo.

Los auxilires tales como 1los productos de 1la
condensacién de &cido naftalensulfénico y policondensados de
fosfatos pueden usarse como un peptizador para los productos
dispersables.

LoB auxiliares tales como aceites de silicona también
pueden ser usados como un agente de despumacién.

El contenido del ingrediente activo puede variar segtin
sea requerido. Bn polvos o grdnuleos, el volumen conveniente es
desde 0,01 a 50 ¥ en peso. En concentrado emulsionable o polvos
humectables diluibles, también es de 0,01 a 50% en peso.

[0088]

El controlador de plaga que contiene como ingrediente
activo el derivado (tiona) aminoquinazolinona sustituido de la
férmula general (I) o sal del mismo de la presente invencién se
usan para controlar una variedad de plagas de insecto de la
manera siguiente. Es decir, se aplica a las plagas de insecto

o un sitio en donde no se desea que se presenten o crezcan las

/)
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plagas del insecto, tal como estd o ‘después de diluirse
apropiadamente con o suspendido en agua o lo similar, en una
cantidad eficaz para el control de las plagas de insecto.

La dosis de aplicacién del controlador de plaga que
contiene como un ingrediente activo el derivado (tiona)
aminoquinazolinona sustituido de la f6rmula general (I) o sal
del mismo de la presente invencién varia dependiendo de diveros
factores tales como propésito, plagas de insecto a ser
controlado, estado de crecimiento de una planta, tendencia de
aparicién de plagas de insecto, clima, condiciones
medioambientales, forma de la preparacién, método de aplicacién,
gitio de aplicaci6n y tiempo de aplicacién. Puede elegirse
apropiadamente en el rango desde 0,1 g hasta 5 kg (en términos
del ingrediente activo) por 0,1 hectirea dependiendoc de los
propésitos.

El controlador de plaga que contiene como ingrediente
activo el derivado (tiona) aminoquinazolinona sustituido de la
f6rmula general (I) o sal del mismo de la presente invencién
puede usarse en una mezcla con otros insecticidas o fungicidas
para extender tanto el espectro de especie de plaga de insecto
controlable como el periodo de tiempo cuando las aplicaciones
eficaces son posibles o para reduclr la dosificacién.

Los ejemplos de formulacién y ejemplos de prueba
tipicos de la presente invencifn se describen a continuacién

pero los mismos no deben interpretarse como limitadores del
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alcance de la.invencién.

En los ejemplos de formulacién, las partes son todas

en peso.
[c089]
B 1o de P lacién 1
Cada compuesto enumerado en Tablas 50 partes
3y 4
Xileno 40 partes
Mezcla de polioxietilen 10 partes

nonilfenil é&ter y calcio
alquilbencensulfonato
Un concentrado emulsionable fue preparado mezclando

los ingredientes anteriores uniformemente para efectuar la

disolucidn.

Ejemplo de formulacidn 2
Cada compuesto enumerado en Tablas 3 partes
3y4
Polvo de la arcilla 82 partes
.Polvo de tierra de diatomeas 15 partes

Un polvo fue preparado mezclando uniformemente y
moliendo los ingredientes anteriores.
[0090]
E. ] : : J lﬁ 3
Cada compuesto enumerado en Tablas 5 partes

3y 4
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Polvo mezclado de bentonita y arcilla 90 partes
Lignin sulfonato de calcio 5 partes
Los grihulos fueron preparados mezclando 1los
ingredientes anteriores uniformemente, y amasando la mezcla
resultante junto con una cantidad conveniente de agua, seguido

por granulacién y secado.

Ei 1o de f lacién 4
Cada compuesto enumerado en Tablas 20 partes
3y 4

Mezcla de caolin y acido silicico 75 partes
de alta dispersién sintético, B

Mezcla de polioxietilen 5 partes
nonilfenil &ter y

alquilbenzenesulfonato de calcio

Un polvo humectable fue preparado mezclando
uniformemente y moliendo los ingredientes anteriores.

[0091]

Ejemplq de prueba 1
Eficacia del control contra el pulgén verde del duraznero
(Myzus persicae) '

Una planta de repollo de la china se planté en cada
una de las macetas de pléstico con un didmetro de 8 cm y una
altura de 8 cm y los pulgones verdes del duraznero se propagaron
en la planta después de lo cual se contaron los parésitos en

cada maceta.
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Cada uno de los derivados aminoquinazolinona (tiona)
sustituidoe de la f6rmula general (I) o sal del mismo de la
presente invenc:l:én que se enumera en las Tablas 3 y 4 se
dispersé y se diluyé en agua para obtener un liquido quimico de
500 ppm. Los tallos y hojas de las plantas de repollo de la se
China se roclaron con el liquido quimico y se secaron por aire,
Y luego las macetas se almacenaron en un invernidculo. Seis dias
después del rociado, los pulgones verdes del duraznero
parasitario en cada planta de repollo de la China se contaron
y el grado de eficacia de control fue calculado por medio de la
ecuacidén siguiente, con la cual el efecto del insecticidal se
evaludé seglin el criterio indicado a continuacién.

[0092]

Eficacia de control = 100 - {(T x Ca)/(Ta x C)}x 100

Ta: nlGmero de pardsitos antes de rociar en grupo tratado,
T: nGmero de parédsitos después de rociar en grupo tratado,

Ca: nGmero de pardsitos antes de rociar el grupo no tratado,

C: nGmero de pardsitos después de rociar el grupo no tratado.
Criterio:
Eficacia Porcentaje de control (%)
A 100
B 99 - 90
C 89 - 80
D 79 - 50
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[0093]
Ejemplo de prueba 2
Efecto insecticida'en el langosta marrén de a;réz
(Nilaparvata Lugens)

Cada uno de los derivados (tiona) aminoquinazolinona
gustituidos de la férmula general (I) o sal del mismo de la
presente invencién enumerados en Tablas 3 y 4 se dispersd y se
diluyd con agua para obtener un liquido quimico con 500 ppm. Las
plantas de arroz (cultivo: Nihonbare) se sumergieron en el
liquido quimico durante 30 segundos y se secS por aire después
de lo cual cada planta se coloca en un tubo de ensayo de vidrio
y se inoculé con 10 ninfas de tercer etapa de langosta marrén
de arroz, y el tubo de ensayo se tapa con un tapén de algodén.
Ocho dias después de la inoculacién, se contaron los especimenes
muertos y vivos. La tasa de mortalidad fue calculada por la
ecuacifn siguiente y el efecto de control se evalub segin el

criterio descripto a continuacién.

Mortalidad de larvas corregida (%) = {(Ca/c-Ta/T)/Ca/c)xloo
Ta: nimero de ninfas vivas en grupos tratados
T: nGmero de ninfas inoculadas en grupos tratados
Ca: nGmero de ninfas vivas en el grupo no tratado
c: nGmero de ninfas inoculadas en grupos no tratados
Criterio: igual que el de Ejemplo de prueba 1.
[0094]
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Prueba insecticida en mosca blanca del invernadero

(Trialeurodes vaporariorum)

Cada uno de los compuestos de la presente invencién
enumerados en Tabla 3 y Tabla 4 se dispersaron y se diluyeron
con agua para preparar un liquido de prueba que contiene 100 ppm
del compuesto de la prueba. Mediante utilizacién de una pistola
rociadora, el liquido de prueba se rocib en la superficie de una
hoja de planta de tomate colocada en una ampolla de 20 ml que
contiene agua en una mesa giratoria. Después de secado por aire,
la hoja tratada con el liquido de prueba se coloca en un
cilindro de vidrio, y se inoculé con 20 adultos de mosca blanca
de invernadero. Después de la inoculacién, la hoja se puso en
un invernadero, y el nGmero de adultos de mosca blanca del
invernadero -fue contado. La tasa mortalidad de los adultos se
calculd de manera similar a la realizada en el Ejemplo de prueba
2, y el efecto insecticidal de cada uno de los compuestos de
prueba fue evaluado por un método idéntico al Ejemplo de prueba
1.

[0095)

De los resultados obtenidos en Ejemplo de prueba 1,
2 ¥ 3 se desprende: en el Ejemplo de prueba 1, los Compuestos
No. 6, 18, 22, 26, 30, 184, 200, 204 y 208 demostraron un efecto
insecticida excelente calificado con A contra el pulgén verde

del duraznero (Myzus persicae); en el Ejemplo de prueba 2, los
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Compuestos No. 6, 18, 22, 26, 30, 184, 200, 204 y 208

100

demostraron un efecto ingecticida excelente calificado con A
contra la langosta (Nilaparvata lugens); y en el Ejemplo de
prueba 3, los Compuestos No. 6, 10, 14, 18, 22, 26, 30, 38, 78,
86, 90, 184, 200, 204 y 208 demostraron un efecto insecticida
excelente calificado con D o superior contra la mosca blanca del
invernadero (Trialeurodes vaporariorum); particularmente, los
Compuestos No. 6, 18, 22, 26, 30, 184, 200, 204 y 208
demostraron un efecto insecticida excelente calificado con A.
[0096]
[Efectos de la invencién]

Los controladores de plaga de la presente invencién
conteniendo, como el ingrediente activo, derivados (tiona)
aminoquinazolinona sustituidos o Bsales de 1los mismos
representados por la f6rmula general (I) poseen excelente efecto
insecticida en bajas dosis contra la mosca blanca de invernadero
(Trialeurodes vaporariorum) y lo similar, respecto a compuestos
convencionales con estructura quimica andloga que no presentan
el efecto insecticida deseado. De esta manera, los activo,
derivados (tiona) aminoquinazolinona sustituidos de la presente
invencifn son excelentes controladores de plagas en comparacién

con los controladores convencionales.
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[Titulo del documento] Resumen
[Resumen]
[Medios de resolucién]

Un controlador de plaga que contiene, como ingrediente
activo, un derivado (tiona) aminoquinazolinona sustituido o sal
del mismo representado por la f6rmula general (I):

[P6érmula 1]

Xn

Secl

R
[en donde R es H, OH, grupo formilo, grupo halo(C,,) alquilo,
grupo hidroxi(C,  )alquilo, grupo alquenilo (C,,), grupo
alquil (C,_,) amino (sustituido), grupo aminocarbonilo
(sustituido), grupo fenil(C,,)alquilo (sustituido), grupo
fenilalquinil (C, ,)alquilo (sustituido), grupol,3-dioxolan-2-il-
alquilo(C,.,;), grupo ftalimido(C,  )alquilo y lo similar; R, es
grupo heterociclico de 5 a 6 miembros que posee 1 a 3
heterodtomos seleccionados del grupo que consiste de O, S y N;
Yes O 6 S; 2 es grupo de la f6rmula -N=C(R,)- o -N(R,) -CH(R,)
(en donde cada uno de R, Y R, es &tomo de hidrégeno, grupo
alquilo (C,.,) o lo similar); X es Br, I, OH, CN, grupo alquilo
(C;-¢) , grupo alquenilo (C,), grupo aminocarbonilo (sustituido),
grupo feniloxilo (sustituido) o lo similar; n es un entero de

0 a 4].
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[Bfecto]

Dicho derivado aminoquinazolinona sustituido o sal del
mismo posee excelente efecto insecticida a bajas dosis contra
la mosca blanca del invernadero (Trialeurodes vaporariorum) y
lo similar respecto a compuestos convencionales con estructura

quimica similar que no presentan el efecto insecticida deseado.

[Dibujo seleccionade] Ninguno
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[Title of Document] Specification
[Title of the Invention] SUBSTITUTED AMINOQUINAZOLI-
NONE (THIONE) DERIVATIVES OR
SALTS THEREOF, INTERMEDIATES
5 THERECF, AND PEST CONTROL-
LERS AND A METHOD FOR USING

THE SAME

[Scope of Claim for a Patent]
(:::) [Claim 1] A substituted aminoquinazolinone (thione)
10 derivative represented by the general formula (I), or a
salt thereof:

[Formula 1}

Xn
-Z-Rl
(I)
N
I
R
O where'in R is a hydrogen atom; a hydroxyl group; a

formyl group: a (C,;)alkyl group; a halo(C,,)alkyl

15 group; a hydroxy(C,¢}alkyl group; a (C,¢)alkenyl group:
a (Cp¢)alkynyl group:; a (C, )alkoxy group; a halo(C,)-
alkoxy group; a (C, )alkoxy(C,,;)alkyl group; a (C,¢)-
alkoxy(C,,)alkoxy(C, ;)alkyl group; a {C,,)alkylthio
group; a halo(C,)alkylthio group:; a (C,)alkylsulfinyl

20 group; a (C,¢)alkylsulfonyl group; a (C,4)alkylthio(C,.
;)alkyl group; a di(C,)alkoxy(C,,)alkyl group in which

the (C,)alkoxy groups may be the same or different; an
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unsubstituted amino(C,_¢)alkyl group; a substituted
amino(C,_ (Jalkyl group having one or two substituents
which may be the same or different and are selected
from the group consiating of (C; )alkyl groups, halo(C,_
¢)alkyl groups, (C, ;)alkenyl groups and {(C.,)alkynyl
groups; a cyano(C; ¢)Jalkyl group; a (C,¢)alkylcarbonyl
group; a (C,)alkoxycarbonyl group; a hydroxycarbonyl-
{C,.3)alkyl group; a (C,¢)alkoxycarbonyl (C; ,}alkyl group:;
an unsubstituted aminocarbonyl group; a substituted
aminocarbonyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C,.)alkyl groups, (C,,)-
alkenyl groups and (C,,)alkynyl groups; a (Cy;)-
cycloalkyl (C,.;) alkyl group; an unsubstituted phenyl (C,_
i)alkyl group; a substituted phenyl (C,_;)alkyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,.¢)alkyl groups, halo(C,)alkyl groups, (C,.
¢)alkoxy groups, halo(C, ;)alkoxy groups, (C, )alkylthio
groups and halo(C, )alkylthio groups; an unsubstituted
phenylcarbonyl group; a substituted phenylcarbonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C,)alkyl groups, (C,)-
alkoxy groups, halo{C, )alkoxy groups, {(C, ) alkylthio

groups and halo(C,)alkylthio groups; an unsubstituted

-2 -
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phenylthio group; a substituted phenylthio group having
on the ring 1 to 5 substituents which may be the same
or different and are selected from the group consisting
of halogen atoms, nitro groups, cyano groups, (C._;)alkyl
groups, halo(C, g )alkyl groups, (C,,)alkoxy groups,
halo(C,,)alkoxy groups, (C, )alkylthio groups and
halo(C, ;)Jalkylthio groups; an unsubstituted
phenylsulfonyl group; a substituted phenylsulfonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C,¢)alkyl groups, (C,¢)-
alkoxy groups, halo{C,.s)alkoxy groups, (C,.)alkylthio
groups and halo(C,;)alkylthio groups; an unsubstituted
phenyl (C, ;) alkylsulfonyl group; a substituted phenyl(C,.
¢)alkylsulfonyl group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,
nitro groups, cyano groups, (C,.¢)alkyl groups, halo(C,.
¢Jalkyl groups, (C,)alkoxy groups, halo(C,)alkoxy
groups, (C,¢)alkylthio groups and halo{(C, ¢ )alkylthio
groups; an unsubstituted phenyloxycarbonyl group:; a
substituted phenyloxycarbonyl group having on the ring
1l to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C, Jalkyl groups,
halo(C, ()alkyl groups, (C,;)alkoxy groups, halo{(C,,)-
alkoxy groups, (C, )alkylthio groups and halo{C, ) -

-3 -
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alkylthio groups; an unsubstituted phenyloxy(C,;,)alkyl
group; a substituted phenyloxy(C, ;}alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C,)alkyl
groups, halo(C, .)alkyl groups, (C,¢)alkoxy groups,
halo(C,.;)alkoxy groups, {C,,Jalkylthioc groups and
halo(C, ¢)alkylthio groups; an unsubstituted phenyl(C, )~
alkenyl group; a substituted phenyl (C,)alkenyl aroup
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C, )alkyl groups, (C,.

¢} alkoxy groups, halo(C, .)alkoxy groups, (C,¢)alkylthio
groups, halo(C,;)alkylthio groups and (C,.,)alkylenedioxy
groups; an unsubstituted phenyl(C, }alkynyl group; a
substituted phenyl (C, ¢;)alkynyl group having on the ring
1l to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyanc groups, (C,)alkyl groups,
halo(C, ,}alkyl groups, (C,,)alkoxy groups, halo(C,_
s)alkoxy groups, (C,)alkylthio groups, halo({(C,_
¢)alkylthio groups and (C, ;)alkylenedioxy groups; an
unsubstituted phenyl {C,,)alkynyl(C,,}alkyl group; a
substituted phenyl (C,_,)alkynyl(C, ;)alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of

halogen atoms, nitro groups, cyano groups, (C, }alkyl
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groups, halo(C, ;)alkyl groups, (C,..)alkoxy groups,
halo(C, ) alkoxy groups, (C, . }alkylthio groups, halo(C,.
¢Jalkylthic groups and (C,.,)alkylenedioxy groups; a 1, 3-
dioxolan-2-yl(C, ,)alkyl group; or a phthalimido(C,.

5 4)alkyl group,

R, is a 5- or 6-membered heterocyclic ring
having 1 to 3 hetercatoms which may be the same or
different and are selected from the group consisting of
oxygen atom, sulfur atom and nitrogen atom, said

10 heterocyclic ring may have 1 to 5 substituents which
may be the same or different and are selected from the
group consisting of halogen atoms, cyano groups, (C,.
¢)alkyl groups, halo(C, }alkyl groups and {(C,)alkoxy
groups, and the nitrogen atom in the heterocyclic ring

15 may form an N-oxide group,

Y is an oxygen atom or a sulfur atom,

Z is
-N=C(R,) -

(wherein R, is a hydrogen atom, a (C, ¢(Jalkyl group or a

halo(C, ;)alkyl group), or
-N (Rg) -CH (Rz) =
20 {wherein R, is as defined above, and R; is a hydrogen

atom, a (C,.)alkyl group, a formyl group, a halo(C,,)-

alkylcarbonyl group or a halo{C,.,)alkylcarbonyl group),
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X may be the same or different, and is a
bromine atom; an iodine atom; a hydroxyl group; a cyano
group; a (C,g)alkyl group; a halo(C,;,)alkyl group; a
(C.s)alkenyl group; a halo(C,.¢Jalkenyl group; a (C..
gfalkynyl group; a (C;.)alkoxy group; a halo(C, )alkoxy
group; a (C,¢)alkylthio group; a halo(C,;)alkylthio
group; a {C, )alkylsulfinyl group; a halo(C, () -
alkylsulfinyl group; a (C,)alkylsulfonyl group; a
halo (C, ;}alkylsulfonyl group; a carboxyl group; a (C,.
s)alkoxycarbonyl group; an unsubstituted aminocarbonyl
group; a substituted aminocarbonyl group having one or
two substituents which may be the same or aifferent and
are selected from the group consisting of (C, )alkyl
groups, (C,¢)alkenyl groups and (C,)alkynyl groups; a
carboxy(C, ¢)alkyl group; a (C,¢)alkoxycarbonyl (C,,)alkyl
group; an unsubstituted aminocarbonyl (C,,)alkyl group; a
substituted aminocarbonyl (C, ;)alkyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C, g )alkyl
groups, (C,¢)alkenyl groups and (C,)alkynyl groups; a
sulfonic acid group; a sulfonic acid ester group; a
sulfonamide group having a (C,.g)alkyl group, a (C,.
¢Jalkenyl group or a (C,,)alkynyl group on the nitrogen
atom; a (C,¢)alkoxysulfonyl group; a substituted
aminosulfonyl group having one or two substitutents
which may be the same or different and are selected
from the group consisting of (C, ;)alkyl groups, (C,,)-

alkenyl groups and (C,  )alkynyl groups; an unsubstituted

ast

335,
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phenyl group; a substituted phenyl group having on the
ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C, )alkyl
groups, halo(C, ;)alkyl groups, (C.;)alkoxy groups, halo-
(C,_¢) alkoxy groups, (C,}alkylthio groups, halo(C; ;) -
alkylthio groups, {(C,;)alkoxysulfonyl groups and
substituted aminosulfonyl groups having one or two
substituents which may be the same or different and are
selected from the group consisting of (C,,)alkyl groups,
(C,¢)alkenyl groups and (C,)alkynyl groups; an
unsubstituted phenyl{C, ;)alkyl group; a substituted
phenyl (C,.,)alkyl group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,
nitro groups, cyano groups, (C,)alkyl groups, halo(C,_
¢)alkyl groups, (C,)alkoxy groups, halo(C,.)alkoxy
groups, (C,¢)alkylthio groups and halo(C, ;)alkylthio
groups; an unsubstituted phenyloxy group; or a substi-
tuted phenyloxy group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,
nitro groups, cyano groups, (C,,)alkyl groups, halo(C,.
¢)alkyl groups, (C,)alkoxy groups, halo(C,.)alkoxy
groups, (C,¢)alkylthio groups and halo(C, g )alkylthio
groups; and n is an integer of 0 to 4.

[Claim 2] A substituted aminoquinazolinone {thione)

derivative or a salt thereof according to claim 1,

153

-
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wherein R is a hydrogen atom:; a formyl group; a (C,.,,)-
alkyl group:; a halo(C, ¢)alkyl group; a (C,.;)alkenyl
group; a (C,.¢)alkynyl group; a (C,)alkoxy group; a
halo(C, ;)alkoxy group: a (C,¢)alkoxy(C,.,)alkyl group; a
(C,-¢) alkoxy (C, ) alkoxy (C,.;)alkyl group; a (C,)alkylthio
group; a halo(C, ¢ )alkylthio group; an unsubstituted
amino (C,_¢s)alkyl group; a substituted amino(C,)alkyl
group having one or two substituents which may be the
same or different and are selected from the group
consisting of (C,¢)alkyl groups, halo{C,¢)alkyl groups,
(C,.s}alkenyl groups and (C,)alkynyl groups; a cyano(C,.
¢Jalkyl group; a (C,)alkylcarbonyl group; a (C,.

¢) alkoxycarbonyl group; a hydroxycarbonyl (C, ;)alkyl
group; a (C,.;)alkoxycarbonyl(C,.,)alkyl group; a (C,.
¢Jcycloalkyl (C,_;) alkyl group; an unsubstituted phenyl (C,.
j;)alkyl group; a substituted phenyl (C,,)alkyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,.)alkyl groups, halo(C,4)alkyl groups, (C,.
¢)alkoxy groups, halo(C, ,)alkoxy groups, (C,)alkylthio
groups and halo(C,_g)alkylthio groups; an unsubstituted
phenylcarbonyl group; a substituted phenylcarbonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,¢)alkyl groups, hale(C, ¢)alkyl groups, (C,.

¢) alkoxy groups, halo(C,  )alkoxy groups, (C, )alkylthio

B35
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groups and halo(C,¢)alkylthio groups; an unsubstitut;d_au%h
phenylthio group; a substituted phenylthio group having
on the ring 1 to 5 substituents which may be the same
or different and are selected from the group consisting
of halogen atoms, nitro groups, cyano groups, (C,.)alkyl
groups, halo(C,;)alkyl groups, (C,)alkoxy groups,
halo{C,;)alkoxy groups, (C,)alkylthioc groups and
halo(C, ;)alkylthio groups; an unsubstituted phenyl (C, ;) ~
alkenyl group; a substituted phenyl (C,)alkenyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C,,}alkyl groups, (C,.

¢) alkoxy groups, halo(C,.;)alkoxy groups, (C,¢)alkylthio
groups, halo(C,)alkylthio groups and (C,_,)alkylenedioxy
groups; an unsubstituted phenyl(C,)alkynyl group; or a
substituted phenyl (C,_,)alkynyl (C, ;) alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C,.¢)alkyl
groups, halo(C,_¢)alkyl groups, (C,,)alkoxy groups,
haleo (C, ;) alkoxy groups, (C, )alkylthio groups, halo(C,.
¢Jalkylthio groups and (C,,)alkylenedioxy groups,

R, is a 5- or 6-membered heterocyclic ring
having 1 to 3 heteroatoms which may be the same or
different and are selected from the group consisting of
oxygen atom, sulfur atom and nitrogen atom, said

heterocyclic ring may have 1 to 5 substituents which
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may be the same or different and are selected from the
group consisting of halogen atoms, cyano groups, (C,.
¢Jalkyl groups, halo{C,)alkyl groups and (C,.)alkoxy
groups, and the nitrogen atom in the heterocyclic ring
may form an N-oxide group,

Y is an oxygen atom or a sulfur atom,

2 is

-N=C (R,) -

(wherein R, is a hydrogen atom, a (C,¢)alkyl group or a

halo(C,.;)alkyl group), or

-N (Rj) -CH (Rz) =

(wherein R, is a hydrogen atom or a (C,)alkyl group,
and R; is a hydrogen atom, a (C, ¢ )alkyl group, a formyl
group, a (C,;;)alkylcarbonyl group or a halo(C,,)-
alkylcarbonyl group),

X may be the same or different, and is a
bromine atom; an iodine atom; a hydroxyl group; a (C,.
¢)alkyl group; a (C,)alkenyl group; a (C,)alkynyl
group; a halo(C,;)alkyl group, a (C,)alkoxy group; a
halo (C,_¢)alkoxy group; a (C,)alkylthio group; a halo(C,.
¢)alkylthio group; a (C,)alkylsulfinyl group; a halo(C,_
¢)alkylsulfinyl group; a (C,)alkylsulfonyl group; a
halo(C,_;)alkylsulfonyl group; a carboxyl group; a (C,_

¢Jalkoxycarbonyl group; an unsubstituted aminocarbonyl

- 10 -
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group; a substituted aminocarbonyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,  )alkyl
groups, (C,¢)alkenyl groups and (C,,)alkynyl groups; an
unsubstituted phenyl group; a substituted phenyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C,Jalkyl groups, (C,.
¢)alkoxy groups, halo(C,)alkoxy groups, (C,)alkylthio
groups and halo({(C,_;)alkylthio groups; an unsubstituted
phenyl (C,.;)alkyl group; a substituted phenyl (C,,)alkyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C, }alkyl groups, halo{C,  )alkyl groups, (C,,)~-
alkoxy groups, halo{(C,;)alkoxy groups, (C,)alkylthio
groups apd halo (C, ¢)alkylthio groups; an unsubstituted
phenyloxy group; or a substituted phenyloxy group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C, )alkyl groups, (C,) -
alkoxy groups, halo(C,¢)alkoxy groups, (C,¢}alkylthio
groups and hale(C, .)alkylthio groups; and n is an
integer of 0 to 4.

[Claim 3] A substituted aminoquinazolinone {(thiocne)

derivative or a salt thereof according to claim 2,

- 11 -
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wherein R is a hydrogen atom; a formyl group; a {(C,...)-
alkyl group; a hale(C,;)alkyl group; a (C,;)alkenyl
group; a (C,¢)alkynyl group; a(C,.¢)alkylthio group; a
halo(C, ¢)Jalkylthio group; a (C,.¢}alkylcarbonyl group; a
(Ci-¢) alkoxycarbonyl group; a (C,¢)alkoxycarbonyl(C,;)~-
alkyl group; an unsubstituted phenylcarbonyl group; a
substituted phenylcarbonyl group having on the ring 1
to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, {C,;}alkyl groups,
halo(C, ¢)alkyl groups, (C,)alkoxy groups, halo(C,,)-
alkoxy groups, (C,¢)alkylthio groups and halo{C,,)-
alkylthio groups; an unsubstituted phenyl (C, ) alkenyl
group; a substituted phenyl (C,;)alkenyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C,)alkyl
groups, halo(C,  )alkyl groups, (C, )alkoxy groups,
halo(C, ) alkoxy groups, (C,;)alkylthio grecups, halo(C,.
sJalkylthio groups and (C, ,)alkylenedioxy groups; an

unsubstituted phenyl (C, )alkynyl group; or a substituted

phenyl (C,_,)alkynyl (C,.,)alkyl group having on the ring 1
to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C,.)alkyl groups,
halo(C; ¢)alkyl groups, (C,.)alkoxy groups, halo(C,.
¢)alkoxy groups, (C,)alkylthio groups, halo(C,.
¢)alkylthio groups and {C,,)alkylenedioxy groups, R,; is
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a pyridyl group,
Y is an oxygen atom or a sulfur atom,

2 is

=N=C (R.) -

(wherein R, is a hydrogen atom, a (C, )alkyl group or a

halo(C, ()alkyl group), or

-N(R;) -CH(R;) -

(wherein R, is a hydrogen atom or a (C,)alkyl group,
and R; is a hydrogen atom or a (C,)alkyl group),

X may be the same or different, and is a
bromine atom; an iodine atom; a hydroxyl group; a (C,,)-
alkyl group; a (C,)alkenyl group; a (C,;)alkynyl group;
a halo(C,;)alkyl group, a (C,¢)alkoxy group; a halo(C,.
¢)Jalkoxy group; a halo(C,¢)alkylthio group; a halo(C,,) -
alkylsulfinyl group; a halo(C,.)alkylsulfonyl group; a
carboxyl group; a (C,_)alkoxycarbonyl group; an
unsubstituted aminocarbonyl group; a substituted
aminocarbonyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C,)alkyl groups, (C,_
¢Jalkenyl groups and (C,¢)alkynyl groups; an
unsubstituted phenyl group; a substituted phenyl group
having on the ring 1 to 5 substituents which may be the

same or different and are selected from the group
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consisting of halogen atoms, nitro groups, cyano
groups, (C,;)alkyl groups, halo(C, g)alkyl groups, (C,.
¢)alkoxy groups, halo(C,;)alkoxy groups, (C,¢}alkylthio
groups and halo(C, ;}alkylthio groups; an unsubstituted
phenyl (C; ,)alkyl group; a substituted phenyl (C,_;)alkyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,¢)alkyl groups, halo{(C,,)alkyl groups, (C,.
¢)alkoxy groups, halo(C,)alkoxy groups, (C,¢)alkylthio
groups and halo{C,.)alkylthio groups; an unsubstituted
phenyloxy group; or a substituted phenyloxy group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C;¢)alkyl groups, (C,.
¢) alkoxy groups, halo(C,)alkoxy groups, (C,¢)alkylthio
groups and halo(C,  )alkylthio groups; and n is an
integer of 0 to 4.

[Claim 4] A compound represented by the general

formula (II),

0
(II)
N*Y

[Formula 2}
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wherein X may be the same or different, and is a
bromine atom, an iodine atom; a hydroxyl group; a cyano
group; a (C,¢)alkyl group; a halo{(C,.,)alkyl group; a
(Cs-¢)alkenyl group; a halo(C,)alkenyl group; a (C,
¢)alkynyl group; a (C,.¢)alkoxy group; a halo(C,_;)alkoxy
group; a (C, ¢)alkylthio group; a halo(C,)alkylthio
group; a (C,.)alkylsulfinyl group; a halo(C,;)-
alkylsulfinyl group; a (C, )alkylsulfonyl group; a

halo (C, ¢)alkylsulfonyl group; a carboxyl group; a (C,.

s) alkoxycarbonyl group:; an unsubstituted aminocarbonyl
group; a substituted aminocarbonyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C, ¢)alkyl
groups, (C,¢)alkenyl groups and (C,)alkynyl groups; a
carboxy (C,.;Jalkyl group; a (C,¢)alkoxycarbonyl (C,.;)alkyl
group; an unsubstituted aminocarbonyl (C,.,)alkyl group:; a
substituted aminocarbonyl (C, ;)alkyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,)alkyl
groups, (C,¢)alkenyl groups and (C,,)alkynyl groups; a
sulfonic acid group; a sulfonic acid ester group:; a
sulfonamide group having a (C,;)alkyl group, a (C,.

¢) alkenyl group or a (C,)alkynyl group on the nitrogen
atom; an unsubstituted phenyl group; a substituted
phenyl group having on the ring 1 to 5 substituents
which may be the same or different and are selected
from the group consisting of halogen atoms, nitro

groups, cyano groups, {(C, )alkyl groups, halo(C,;)alkyl

- 15 =
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groups, (C,)alkoxy groups, halo(C,.)alkoxy groups, (C,.
¢Jalkylthio groups and halo{C,.;)alkylthio groups, an
unsubstituted phenyl (C, ;)alkyl group; a substituted
phenyl (C,.;)alkyl group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of ﬁalogen atoms,
nitro groups, cyano groups, (C,;)alkyl groups, halo({(C,.
¢stalkyl groups, (C,,)alkexy groups, halo(C,; ¢)}alkoxy
groups, (C,)alkylthio groups and halo(C,}alkylthio
groups; an unsubstituted phenyloxy group; or a
substituted phenyloxy group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,
nitro groups, cyano groups, (C,)alkyl groups, halo(C,-
C¢)alkyl groups, (C,)alkoxy groups, halo(C,)alkoxy
groups, (C,¢) alkylthio groups and halo(C,¢)alkylthio
groups; n is an integer of 0 to 4; and Y is an oxygen
atom or a sulfur atom.

[Claim 5) A pest controller comprising as an active
ingredient a substituted aminoquinazolinone (thione)
derivative or a salt thereof set forth in any one of
claims 1 to 3.

[Claim 6] A pest controller comprising as active
ingredients a substituted aminoquinazolinone (thione)
derivative or a salt thereof set forth in any one of
Claims 1 to 3, and one or two or more of other
agricultural chemicals.

[Claim 7] A method for controlling pests which
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compriseé applying a pest controller comprising as an
active ingredient a substituted aminogquinazolinone
(thione) derivative or salt thereof set forth in any

one of claims 1 to 3, to objective crops or soil.

[Detailed Description of the Invention]

{0001]

[Technical Field Pertinent to the Invention]

The present invention relates to substituted
aminoquinazolinone {thione) derivatives or salts
thereof, intermediates thereof for preparing the same,
pest controllers and a method for using the same.

[0002]

[Related Prior Art]

Japanese Patent Unexamined Publication, JP-A-
8-325239 discloses that aminoquinazolinone derivatives
are useful as pest controllers.

[0003]

[Problem to be solved by the Invention]

As a consequence of investigation earnestly
conducted for finding a novel pest controller, the
present inventors found that compounds of the present
invention, having the substituents in the phenyl group
which is belonging to the quinazolinone ring, possess
the same or better insecticidal effects at low dosage
as compared with compounds of Exaﬁples disclosed in the
above-mentioned JP-A-8-325239. Paticularly the

compounds of the present invention possess sufficient
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insecticidal effects against whiteflies under
consideration in the agricultural and horticultural
fields, consequently the present inventors have
accomplished the present invention.

The substituted aminoguinazolinone (thione)
derivatives or salts thereof represented by the general
formula (I) and the compounds represented by the
general quhula (II) which are intermediates for
preparing the derivatives of the general formula (I)
are novel compounds which have not been known in any
prior art literature. Furthermore, pest controllers
containing, as the active ingredient, the substituted
aminoquinazolinone (thione) derivative represented by
the general formula (I) or salts thereof possess
excellent insecticidal effects against various insects
at low dosage as compared with conventional pest
controllers.

[0004]

[Means for Solving Problem]

The present inventors have earnestly
conducted investigation on the aminoquinazolinone
{thione) derivatives for developing a novel pest
controller having expanded insceticidal spectrum.
Finally, the inventors have found the fact that novel
aminoquinazolinone derivatives having bromine atom,
iodine atom, perfluoroalkyl group, perfluoroalkoxy
group or the like in the quinazoline ring possess quite

excellent insecticidal activities as pest controllers.
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[0005]
The present invention relates to substituted
aminoquinazolinone (thione) derivatives represented by

the general formula (I), or salts thereof:

5 [Formula 3]

Xn

_Z-Rl
G
N

R
>
[where R is a hydrogen atom; a hydroxyl group; a formyl
group; a (C,,,)alkyl group; a halo(C,;  )alkyl group; a
hydroxy (C,¢)alkyl group; a (C,.)alkenyl group; a {(C,;)-
alkynyl group; a (C,¢)alkoxy group; a halo(C, ) alkoxy
10 group; a (C,.;)alkoxy(C,,;)alkyl group; a (C,,)alkoxy(C,.
s}alkoxy (C,..)alkyl group; a (C,4)alkylthio group; a
halo(C; ¢)alkylthio group; a (C,;)alkylsulfinyl group: a
(C,-¢)alkylsulfonyl group; a {(C,s)alkylthio(C,.;}alkyl
é:} group; a di(C; ¢)alkoxy(C, ;)alkyl group in which the (C,.
15 ;)alkoxy groups may be the same or different; an
unsubstituted amino(C, )alkyl group;
[0006]
a substituted amino(C, (}alkyl group having one
or two substituents which may be the same or different
20 and are selected from the group consisting of (C,)alkyl
groups, halo(C, )alkyl groups, (C,,)alkenyl groups and
(C,.¢)alkynyl groups; a cyano(C, )alkyl group; a (C,.
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¢)alkylcarbonyl group; a (C,¢)alkoxycarbonyl group; a
hydroxycarbonyl (C,_;)alkyl group; a (C,)alkoxy-
carbonyl (C;_;)alkyl group; an unsubstituted aminocarbonyl
group; a substituted aminocarbonyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C, )alkyl
groups, (C,)alkenyl groups and (C,)alkynyl groups;‘a
(C,4)cycloalkyl (C, ,)alkyl group; an unsubstituted
phenyl (C,;)alkyl group:; a substituted phenyl (C, ,)alkyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C;)alkyl groups, halo(C,  )alkyl groups, (C,.
g)alkoxy groups, halo(C, ¢ )alkoxy groups, (C,)alkylthio
groups and halo(C, ¢ )alkylthio groups; an unsubstituted
phenylcarbonyl group; a substituted phenylcarbonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C,}alkyl groups, (C,.
¢Jalkoxy groups, halo(C,)alkoxy groups, (C,¢)alkylthio
groups and halo(C,.¢)alkylthio groups;

[0007]

an unsubstituted phenylthio group; a
substituted phenylthio group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,

nitro groups, cyano groups, (C,. ) alkyl groups, halo(C,.
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¢)alkyl groups, (C,.;)alkoxy groups, halo(C,;)alkoxy
groups, (C,.(Jalkylthio groups and halo(C,;)alkylthio
groups; an unsubstituted phenylsulfonyl group:; a
substituted phenylsulfonyl group having on the ring 1
to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, {C,,)alkyl groups,
halo(C,_;)alkyl groups, ({(C,.;)alkoxy groups, halo(C,;)-
alkoxy groups, (C,.;)alkylthio groups and halo(C, ) -
alkylthio groups; an unsubstituted phenyl (C,.)alkyl-
sulfonyl group; a substituted phenyl (C, ;}alkylsulfonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,.Jalkyl groups, halo(C, .)alkyl groups, (C,.
¢)alkoxy groups, halo(C,.¢)alkoxy groups, (C, )alkylthio
groups and halo{C, )alkylthio groups; an unsubstituted
phenyloxycarbonyl group;

[0008]

a substituted phenyloxycarbonyl group having
on the ring 1 to 5 substituents which may be the same
or different and are selected from the group consisting
of halogen atoms, nitro groups, cyano groups, {(C,)alkyl
groups, ‘halo(C, ;) alkyl groups, (C,)alkoxy groups,
halo(C, ;) alkoxy groups, (C,)alkylthio groups and
halo(C, ¢)alkylthio groups:; an unsubstituted phenyloxy-
(C,-3)alkyl group; a substituted phenyloxy{(C,_;)alkyl

group having on the ring 1 to S substituents which may
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be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,.;)alkyl groups, halo(C,)alkyl groups, (C;.
¢)alkoxy groups, halo(C,..)alkoxy groups, (C,;)alkylthio
groups and halo(C, )alkylthio groups; an unsubstituted
phenyl (C,.¢) alkenyl group; a substituted phenyl (C,_
sJalkenyl group having on the ring 1 to 5 substituents
which may be the same or different and are selected
from the group consisting of halogen atoms, nitro
groups, cyano groups, (C, ) alkyl groups, halo(C,)alkyl
groups, {(C,)alkoxy groups, halo(C,;)alkoxy groups, (C,.
¢Jalkylthio groups, halo(C, )alkylthio groups and (C;.
;)alkylenedioxy groups;

[0009]

an unsubstituted phenyl (C,,)alkynyl group; a
substituted phenyl (C, ¢()alkynyl group having on the ring
1 to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C,,)alkyl groups,
halo(C,.¢)alkyl groups, (C,.)alkoxy groups, halo(C,.
¢ alkoxy groups, (C,,)alkylthio groups, halo(C,_
¢)alkylthio groups and (C,.,)alkylenedioxy groups; an
unsubstituted phenyl(C, ,)alkynyl(C,,)alkyl group; a
substituted phenyl (C,,)alkynyl (C, ;)alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C,¢)alkyl

groups, halo(C,,)alkyl groups, (C,¢)alkoxy groups,
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halo(C, ;)alkoxy groups, (C. }alkylthio groups, halo(C,.
¢)alkylthio groups and (C;.,)alkylenedioxy groups; a 1,3-
dioxolan-2-yl (C,_;)alkyl group; or a phthalimido(C,_
¢Jalkyl group,

{0010])

R, is a 5- or 6-membered heterocyclic ring
having 1 to 3 heterocatoms which may be the same or
different and are selected from the group consisting of
oxygen atom, sulfur atom and nitrogen atom, said
heterocyclic ring may have 1 to 5 substituents which
may be the same or different and are selected from the
group consisting of halogen atoms, cyano groups, {C,.
¢)alkyl groups, halo(C,)alkyl groups and (C, ;)alkoxy
groups, and the nitrogen atom in the heterocyclic ring
may form an N-oxide group,

Y is an oxygen atom or a sulfur atom,

2 is

—N=C (R,) -

{(wherein R, is a hydrogen atom, a (C,)alkyl group or a
halo(C, ¢;)alkyl group), or
[0011]

=N(R,;) -CH(R,) -

(wherein R, is as defined above, and R, is a hydrogen
atom, a (C,¢)alkyl group, a formyl group, a- (C,,)-

alkylcarbonyl group or a halo(C,;)alkylcarbonyl group),
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X may be the same or different, and is a
bromine atom, an iodine atom; a hydroxyl group; a cyano
group; a (C,¢)alkyl group; a halo(C, ,,)alkyl group; a
(C,¢)alkenyl group; a halo(C, )alkenyl group; a (C,.
¢)alkynyl group; a (C,.)alkoxy group; a halo(C, ;)alkoxy
group; a {(C,,)alkylthio group: a halo(C, ¢ )alkylthio
group; a (C,}alkylsulfinyl group; a halo(C,.
¢)alkylsulfinyl group; a {C,)alkylsulfonyl group; a
halo{C, ()alkylsulfonyl group;

[0012]

a carboxyl group; a (C,)alkoxycarbonyl group;
an unsubstituted aminocarbonyl group; a substituted
aminocarbonyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C,;)alkyl groups, (C,.
sJalkenyl groups and {C,,)alkynyl groups; a carboxy(C,.
¢)alkyl group; a (C,¢)alkoxycarbonyl (C,,)alkyl group; an
unsubstituted aminocarbonyl{(C, ,}alkyl group; a
substituted aminocarbenyl (C,,)alkyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,¢)alkyl
groups, (C,¢)alkenyl groups and (C, ) alkynyl groups; a
sulfonic acid group:; a sulfonic acid ester group, a
sulfonamide group having a (C, )alkyl group, a (C,.
¢)alkenyl group or a (C,¢)alkynyl group on the nitrogen
atom; a (C,.g)alkoxysulfonyl group; a substituted
aminosulfonyl group having one or two substitutents

which may be the same or different and are selected
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from the group consisting of (C, ;)Jalkyl groups, (C,.
¢)alkenyl groups and (C,)alkynyl groups; an
unsubstituted phenyl group; a substituted phenyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,;)alkyl groups, halo(C, () alkyl groups,

[0013]

(C;-¢) alkoxy groups, halo(C,.)alkoxy groups,
(C,¢)alkylthio groups, halo(C,  }alkylthio groups, (C,.
¢} alkoxysulfonyl groups and a substituted aminosulfonyl
groups having one or two substituents which may be the
same or different and are selected from the group
consisting of (C,)alkyl groups, (C,,)alkenyl groups and
(Cs,.¢)alkynyl groups; an unsubstituted phenyl(C,;)alkyl
group; a substituted phenyl (C,;)alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C,,)alkyl
groups, halo(C,¢)alkyl groups, (C,,)alkoxy groups,
halo(C, () alkoxy groups, (C,)alkylthio groups and
halo(C,)alkylthio groups; an unsubstituted phenyloxy
group; or a substituted phenyloxy group having on the
ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C,¢)alkyl
groups, halo(C,)alkyl groups, (C,¢)alkoxy groups,
halo(C, () alkoxy groups, (C,;)alkylthio groups and
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halo (C,¢)alkylthio groups; and n is an integer of 0 to
4], pest controllers containing the substituted amino-
guinazolinone (thione) derivative or salts thereof as

the active ingredient, and a method for using the pest
controllers.

[0014]

The present invention alsc relates to
intermediate compounds for producing the above-
mentioned derivatives, represented by the general
formula (II):

[Formula 4]

Xn
~NH
N 2

N -

|
H

[wherein, X may be the same or different and is a
bromine atom, an iodine atom; a hydroxyl group; a cyano
group; a (C;4)alkyl group; a halo(C,,,)alkyl group; a
(C,.;)alkenyl group; a halo(C, ()alkenyl group; a ({(C,.
¢)alkynyl group; a (C,)alkoxy group; a halo({(C, ;)alkoxy
group; a (C,¢)alkylthio group:; a halo(C,;)alkylthio
group; a (C,¢)alkylsulfinyl group:; a halo(C, ¢} -
alkylsulfinyl group; a (C,¢)alkylsulfonyl group; a
halo (C, ()alkylsulfonyl groups;

{0015]

a carboxyl group; a (C, ) alkoxycarbonyl group;
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213

an unsubstituted aminocarbonyl group; a substituted
aminocarbonyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C, }alkyl groups, (C,.
¢Jalkenyl groups and (C, g )alkynyl groups; a carboxy(C,_
¢)alkyl group; a (C,)alkoxycarbonyl (C,.;)alkyl group; an
unsubstituted aminocarbonyl (C,,)alkyl group; a
substituted aminocarbonyl (C, ,)alkyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C, }alkyl
groups, (C,)alkenyl groups and (C,,)alkynyl groups; a
sulfonic acid group; a sulfonic acid ester group; a
sulfonamide group having a (C,)alkyl group, a (C,.

¢)alkenyl group or a (C,;)alkynyl group on the nitrogen

"atom; an unsubstituted phenyl group; a substituted

phenyl group having on the ring 1 to 5 substituents
which may be the same or different and are selected
from the group consisting of halogen atoms, nitro
groups, cyano groups, {C,  )Jalkyl groups, halo(C,;)alkyl
groups, (C,¢)alkoxy groups, halo(C,,)alkoxy groups, (C,.
¢Jalkylithio groups and halo({(C, }alkylthio groups:;

[0016]

an unsubstituted phenyl (C,;)alkyl gréup; a
substituted phenyl (C, ;)alkyl group having on the ring 1
to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C,;)lalkyl groups,

halo(C,,)alkyl groups, (C,)alkoxy groups, halo(C, ) -
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alkoxy groups, (C, )alkylthio groups and halo(C, ) -
alkylthio groups; an unsubstituted phenyloxy group; or
a subétituted phenyloxy group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,
nitro groups, cyano groups, {(C,,)alkyl groups, halo(C,_
¢Jalkyl groups, (C, ()alkoxy groups, halo(C,.)alkoxy
groups, (C,¢)alkylthio groups and halo(C, )alkylthio
groups; n is an integer of 0 to 4; and Y is an oxygen
atom or a sulfur atom].

[0017]

[Mode for Carrying Out the Invention])

In the definitions of each substituents of
the substituted aminoquinazolinone (thione) derivatives
of the general formula (I) of the present invention,
the "halogen atom™ means a chlorine atom, a bromine
atom, an iodine atom or a fluorine atom. The term "(C,_
12)" means 1 to 12 carbon atoms. The term "(C, ,,)alkyl
group”™ means a linear or branched alkyl group of 1 to
12 carbon atoms, for example an alkyl group such as
methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, s-
butyl, t-butyl, n-pentyl, n-hexyl, n-heptyl, n-octyl,
n-nonyl, n-decyl, p-undecyl, n-dodecyl and the like.
The term "halo(C,.,,)alkyl group" means a substituted and
linear or branched alkyl group of 1 to 10 carbon atoms
having, as the substituent(s), one or more halogen
atoms which may be the same or different, for example

trifiuoromethyl group, pentafluoroethyl group,
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heptafluocropropyl group and the like. The term " ({C,.
¢)alkenyl group" means a linear or branched alkenyl
group of 2 to 6 carbon atoms having one or more double
bonds. The term "halo(C, ;)alkenyl group"” means a
substituted linear or branched alkenyl group of 2 to 6
carbon atoms having, as the substituent(s), one or more
halogen atoms which may be the same or different: The
term " (C,¢)alkynyl group™ means a linear or branched
alkynyl group of 2 to 6 carbon atoms having one or more
triple bonds.

[0018])

The term "halo(C,)alkynyl group" means a
substituted linear or branched alkynyl group of 2 to 6
carbon atoms having, as the substituent(s), one or more
halogen atoms which may be the same or different. The
term "5- or 6-membered heterocyclic ring having 1 or
more heteroatoms which may be the same or different and
are selected from the group consisting of oxygen atom,
sulfur atom and nitrogen atom" means any 5- or 6-
membered heterocyclic ring for example, furan,
thiophene, pyrrole, oxazole, thiazole, pyrazole,
imidazole, 1,2,3-thiadiazole, 1,2,4-thiadiazole, 1,2,5-
thiadiazole, 1,3,4-thiadiazole, 1,2,4~-triazole,
pyridine, pyridazine, pyrimidine, pyrazine,
pyrrolidine, piperidine, morpholine, thiomorpholine,
dithiolane, dithian, piperazine, dioxolan,

imidazolidine, tetrahydrofuran and the like.
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[0019]

The substituents of the substituted amino-
quinazolinone (thione) derivatives represented by the
general formula (I) are preferably as follows: R is a
hydrogen atom, a formyl group, a (C, )alkyl group, a
(C,.s) alkenyl group, a (C,¢)alkynyl group, a (C,) -~
alkylcarbonyl group, a (C, )alkoxycarbonyl group, a (C,.
¢Jalkylthio group, a halo(C,)alkylthic group, a
phenylcarbonyl group, a substituted phenylcarbonyl
group, a substituted phenyl(C, )alkyl group, a
substituted phenyl(C,)alkenyl group or a substituted
phenyl (C,.;)alkynyl group; R, is a pyridyl group,
particularly 3-pyridyl group; Y is an oxygen atom or a

sulfur atom; Z is a group of the formula,

-N(R,;) -CH(R,) -

(wherein R, and R, are each a hydrogen atom or a (C,.)-
alkyl group); X is a bromine atom, an lodine atom, a
halo(C, ¢)alkyl group, a halo(C, ;) alkoxy group, a halo(C,.
¢Jalkylthio group, a halo(C,  alkylsulfinyl group, a
halo{C, (}alkylsulfonyl group or a phenyl group); and n
may be preferably an integer of 0 to 2.

As the salt of the substituted aminoquinazo-
linone (thione) derivative of the formula (I), there
can be exemplified salts with mineral acids such as
hydrochloric acid, sulfuric acid, nitric acid, etc.,

and salts with alkali metal atoms such as sodium,
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[0020]

The compound of the formula (II), an
intermediate used for producing the substituted amino-
quinazolinone (thione) derivative of the formula (I)

can be produced by either of the following processes.

Production process 1.

[Formula 5]
H,NNH, H0 q\ N-NH,
NICOOR4 lil 0
H H
(III) (II-1)

wherein X and n are the same as defined above, R, is a
(C;.¢Jalkyl group, and Hal is a halogen atom.

[0021]

A compound of the general formula (II-1l) can
be produced by reacting a compound of the above general
formula (III) with hydrazine hydrate in the presence of
an inert solvent.

As the inert solvent usable in this reaction,
any inert solvent may be used so long as it does not
markedly inhibit the progress of the reaction. There
can be exemplified alcohols such as methanol, ethanol,

propancl, butanol, etc.; halogenated hydrocarbons such
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as dichloromethane, chloroform, carbon tetrachloride,

etc.; aromatic hydrocarbons such as benzene, toluene,

xylene, monochlorobenzene etc.; nitriles such as

acetonitrile, benzonitrile, etec.; cellosolves such as

methyl cellosolve,

etc.; ethers such as diethyl ether,

diglyme, dioxane, tetrahydrofuran, etc.; amides such as

dimethylformamide,

dimethylacetamide, 1,3-dimethyl-2-

imidazolidinone, l-methyl-2-pyrrolidone, etc.; dimethyl

sulfoxide; sulfolane; and water. These inert solvents

may be used singly

[0022]

or as a mixture thereof.

The reaction temperature may be properly

chosen in the range of room temperature to the beiling

point of the inert

solvent used, and ranges preferably

from room temperature to 90C.

Since the reaction is an equimolar reaction,

it is sufficient that the compound of the general

formula (III) and hydrazine hydrate are used in

equimolar amounts,
be used in excess.
hydrate in excess.

Although

though either of these reactants may

It is preferable to use hydrazine

the reaction time is varied

depending on the scale of reaction, the reaction

temperature, etc.,

hours.

it ranges from several minutes to 48

After completion of the reaction, the desired

compound is isolated from the reaction mixture

containing the desired compound by a conventional

- 32 -
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method, and if necessary, purified by recrystalliza-
tion, dry column chromatography, etc., whereby the

desired compound can be produced.

The compound of the above general formula

(ITI) can be produced accerding to Collect. Czech.
Chem. Commn. (Vol. 55), 752 (1990).
[0023]
Production process 2.
[Formula 6]
ac&&o {V1I) G:C!#N-NH—COR. Reduction
NO, u* NO,
(VIII) {(VI)
xn ] Cyclizati “ Y
ﬁICHZNHNH-COR‘]I ycllzation mNH_COR‘.
N
NH, | Y
(V) i
(IV)
Xn
Hydrolysis EE:I:E‘N‘NHZ
N/k
| Y
H (II)
ﬁherein R, X, Y and n are the same as defined
above.
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[0024]

2-1. General formula (VIII) — general formula (VI)

A compound of the general formula (VI) can be
produced by reacting a compound of the general formula
(VIII) with a compound of the general formula (VII) in
the presence of an inert solvent and a catalyst.

As the inert solvent usable in this reaction,
there can be used, for example, the inert solvents
exemplified in production process 1. These inert
solvents may be used singly or as a mixture thereof.

As the catalyst, there can be used inorganic
acids (e.g. hydrochloric acid and sulfuric acid),
acetic acid, p-toluenesulfonic acid, etc. The amount
of the catalyst used may be such that the catalyst is
present in the reaction system in an amount of 0.001
wt% to 10 wt% based on the weight of the compound of
the general formula (VIII).

[0025]

Since the reaction is an equimolar reaction,
it is sufficient that the compound of the general
formula (VIII) and the compound of the general formula
(VII) are used in equimolar amounts, though either of
these reactants may be used in excess.

The reaction temperature may be properly
chosen in the range of room temperature to the boiling
point of the inert solvent used, and ranges preferably
from room temperature to 90T.

Although the reaction time is varied
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depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in production process 1,
whereby the desired compound can be produced.

The compound of the general formula (VIII)
may be a commercially available one or may be produced
by nitrating a substituted benzaldehyde. Further, the
compound of the formula (VIII) can be produced
according to the method described in Journal of
Chemical Society, 1927, pp. 2375-2378.

[0026]

2-2. General formula (VI) — general formula (V)

A compound of the general formula (V) can be
produced by reducing the compound of the general
formula (VI) with a reducing agent or by catalytic
reduction in the presence or absence of an inert
solvent.

As the reducing agent, there can be used, for
example, metal hydrides such as, NaBH,CN, LiBH,CN, etc.
and reducing agents such as BH,, etc. The amount of the
reducing agent used may be properly chosen in the range
of 1 mole to excess moles (in terms of the number of
moles of hydride as reducing agent) per mole of the
compound of the general formula (VI).

As the inert solvent usable in the reaction,
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any inert solvent may be used so long as it does not
markedly inhibit the progress of the reaction. There
can be exemplified alcohols such as methanol, ethanol,
propanol, butancl, etc.; cellosolves such as methyl
cellosolve, etc.; ethers such as diethyl ether,
diglyme, dioxane, tetrahydrofuran, etc.; esters such as
ethyl acetate, etc.; amides such as dimethylformamide,
dimethylacetamide, 1,3-dimethyl-2-imidazolidinone, 1-
methyl-2-pyrrolidone, etc.; dimethyl sulfoxide;
sulfolane; and water. These inert solvents may be used
singly or as a mixture thereof.

[0027]

The reaction is carried out under acidic or
neutral conditions in the pH range of 1 to 7,
preferably 4 to 6. It is sufficient that the pH is
adjusted by adding hydrogen chloride, hydrogen bromide
or the like to the reaction system.

The reaction temperature is chosen in the
range of 0C to the boiling point of the solvent, and
ranges preferably from room temperature to 70TC.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in production process 1,

whereby the desired compound can be produced.
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When catalytic reduction is carried out as
the reduction reaction, it is carried out according to,
for example, the method described in Shin Jikken Kagaku
Koza, Vol. 15-II, Maruzen Co., Ltd. As the inert
solvent usable in this case, there can be exemplified
alcohols such as methanol, ethanol, propanol, butanol,
etc.; cellosolves such as methyl cellosolve, etc.;
ethers such as diethyl ether, diglyme, dioxane,
tetrahydrofuran, etc.; hydrocarbons such as hexane,
cyclohexane, etc.; fatty acids or esters thereof, such
as acetic acid, ethyl acetate, etc.; amides such as
dimethylformamide, dimethylacetamide, 1,3~dimethyl-2-
imidazolidinone, l-methyl-2-pyrrolidone, etc.; and
ureas such as tetramethylurea, etc. These inert
solvents may be used singly or as a mixture thereof.

[0028]

As the catalyst used in the reduction
reaction, there can be exemplified typical catalysts
for catalytic reduction, such as palladium-carbon,
palladium black, platinum dioxide, Raney nickel, etc.
The amount of the catalyst used may be properly chosen
in the range of 0.l1% molar equivalent to 5% molar
equivalent, preferably 0.5% molar equivalent to 1%
molar equivalent, relative to the compound of the
general formula (VI).

The hydrogen pressure in the reaction ranges
from atmospheric pressure to 300 atmospheres,

preferably from atmospheric pressure to 50 atmospheres.
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There action temperature may be properly
chesen in the range of room temperature to the boiling
point of the inert solvent used, and ranges preferably
from room temperature to 70°C.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in the case of using the
reducing agent, whereby the desired compound can be
produced.

[0029]

2-3. General formula (V) — general formula (IV)

A compound of the general formula (IV) can be
produced by reacting the compound of the general
formula (V) with 1,1’-carbonylbis-l1H-imidazole (CDI),
an alkoxycarbonyl halide, phosgene or thiophosgen in
the presence of an inert sclvent and in the presence or
absence of a base.

As the inert solvent usable in the reaction,
there can be exemplified ethers such as diethyl ether,
diglyme, dioxane, tetrahydrofuran, etc., and aromatic
hydrocarbons such as benzene, toluene, xylene, etc.
These inert solvents may be used singly or as a mixture
thereof.

As the base, an inorganic base or an organic
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base may be used, and there can be exemplified
inorganic bases such as hydroxides and carbonates of
alkali metals and alkaline earth metals [e.g. sodium
hydroxide, potassium hydroxide, magnesium hydroxide,
sodium carbonate, sodium hydrogencarbonate and
potassium carbonate], and organic bases such as
triethylamine and pyridine. When CDI is used as a
reactant, the reaction can be carried out without a
base.

[0030]

The amount of the base used is 2 moles or
more per mole of the compound of the general formula
(V).

The reaction temperature may be properly
chosen in the range of room temperature to the boilling
point of the inert soclvent used, and ranges preferably
from room temperature to 100C.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in production process 1,
whereby the desired compound can be produced.

[0031]

2-4. General formula (IV) — general formula (II)

A compound of the general formula (II) can be
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proeduced by hydrolyzing the compound of the general
formula (IV) under basic condition in the presence of
an inert solvent.

As the inert solvent usable in this reaction,
there can be exemplified alcohols such as methanol,
ethanol, propanol, butanol, etc.; aromatic hydrocarbons
such as benzene, toluene, xylene, etc.; ethers such as
diethyl ether, diglyme, dioxane, tetrahydrofuran, etc.;
and water. These inert solvents may be used singly or
as a mixture thereof.

As the base, there can be used hydroxides of
alkali metals or alkaline earth metals, such as sodium
hydroxide, potassium hydroxide, magnesium hydroxide,
etc.

Depending on the alkyl group for R,, the
reaction can be carried out also under acidic
conditions by using an organic or inorganic acid such
as trifluorocacetic acid or hydrochloric acid.

The reaction temperature may be properly
chosen in the range of 0C to the boiling point of the
inert solvent used.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is

treated in the same manner as in production process 1,
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whereby the desired compound can be produced.

[0032]

Typical examples of the compounds of the
general formula (II) produced by production processes 1
and 2 are given in Table 1 but they are not intended in

any way to limit the scope of the present invention.

_41_
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General formula (II)

[Formula 7)

Xn
N"Nﬂz

’L~! (II)

N

I

H

f0033]
Table 1

No. Xn Y |Physical property
II-1 5~0H O | Crystal
II-2 6-0H O | Crystal
II-3 7-0OH O | Crystal
II-4 8-0H O | Crystal
I1-5 5-Br (¢]
II-6 6-Br O | Crystal
I1-7 7-Br (o)
II-8 8-Br &)
II-9 5-I 0
II-10 6-1 0 | m.p.202.3-205.0 C
II-11 7-I 0
II-12 8-1I o
II-13 5-CFa 0
II-14 6-CFa 0 | m.p.155-157.7
II-15 7-CFs 0
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Table 1 (Continued)

No. Xn - Y |[Physical property
II-16 8-CF3 0

II-17 5-CaFs 0

I1-18 6-CaFs O |m.p.178.4-183.5 C
I1I-19 7-CaFs 0

II-20 8-C3Fs 0

I1I-21 5-i-C3Fy o}

11-22 6-i-C,yF 0 | m.p-147.6-149.5 C
II-23 7-i-CsF; 0

II-24 8-1-C,Fy o]

II-25 5-n-CeF13 0

I1I-26 6-n—-CeFis 0 | Crystal

11-27 7-n~CeFi3a 0

I1I-28 8-n-CsFia o}

I1I-29 5-OCF's o]

I1-30 6-~OCF, 0 | m.p.181.5-184.0
11-31 7-OCFs o}

I11-32 8-0OCF, 0

II-33 5-0CH:-Ph 0 | Crystal

II-34 6-OCHz-Ph o]

II-35 7-OCH3~Ph 0

1I-36 8-0CH,-Ph 0 | Crystal

1I-37 5-OCHF, 0

II-38 6-OCHF; 0 | Crystal
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Table 1 (Continued)

No. Xn Y Physical property
II-39 7-0OCHF 2 o
II-40 8-OCHF'a o)
II-41 5-SCFs o
IT-42 6-SCFs O
II-43 7-SCFa o
II-44 8~SCFa o

{{3) II-45 5-SCyF's o
II-46 6-SCzFs o)
II-47 1-SC3Fs 0
II-48 8-SC3Fs 0
IT-49 5=85-i=CyF> o)
II-50 6-5-1i-CaF7 0
II-51 7-S-i-CsFy 0
II-52 B-5S-i-CaFr o]
I1-53 5-S0OCF's 0
IT-54 6-SOCFa o
O II-55 7-SOCFs 0
II-56 8-SOCF, 0
I1-57 5=80,CFa o
II-58 6-S0:CF» 0
II-59 7-S0:CF, o)
II-60 8-S0:CF 0
II-61 5-SOCsFs o
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[0036]
Table 1 (Continued)

No. Xn Y Physical property
II-62 6-S0C;3Fs 0
IT-63 7-S0C3Fs o)
I1-64 8-50CaFs o)
II-65 5-502C3Fs 0
II-66 6-50:C3Fs 0
II-67 7-5032CaFs 0
I1I-68 8-503C3Fs o)
II-69 5-50-1-CsiF; o)
II-70 6-S0-1i-Cs3F, o
II-71 7-50-1i~CsF» o
II-72 8-S0-1i~CsF7 o)
II-73 5-503-i-CsF4 (o)
II-74 6-S0:-1-CyF> 0
IT-75 7-504-i-CsFy 0
II-76 8-S03-i-C;3Fy o
I1-77 5-COOC;Ha 0
I1-78 6-COOCyHs 0
I1-79 7-COOCsHs o)
II-80 8-COOC3H, 0
II-81 5-COOH 0
II-82 6-COOH 0
II-83 7-COOH 0
IT-84 8-COCH 0

- 45 =

Al



[0037]

Table 1 (Continued)

No. Xn Y |Physical property
II-85 5-FPh o)
II-86 6-Ph o
1I-87 7-Ph o)
II-88 8-Ph 0
II-89 5-(p-Cl-Ph) o
II-%0 6- (p-Cl-Ph) o
I1I-91 7-(p-C1-Ph) o
I1I-92 8- (p-Cl-Ph) 0
II-93 5~-0-Ph 0]
II-94 6-0-Ph 0
II-95 7-0-Ph 0
II-96 8-0-Ph 0
II-97 5-n-C4Hs 0
II-98 6-n-C.4H, 0
II-99 7-n-C.Hs o)
II-100 8-n-C.H, o
II-101 5-0CF:CHF; &)
II-102 6—-OCF:CHF3 0 | m.p.194.8 C
II-103 7-OCF3:CHF 3 0
II-104 8-0OCF:CHF3 o)
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Table 2 shows NMR data of the following

compounds listed in Table 1.

35

Table 2
No. '"H-NMR [DMSO-d«/TMS, § {(ppm) ]

II-1 | 4.36(2H,s), 4.65(2H,br), 6.20(1K,d), 6.34(1H,d),
6.89(1H,t), 9.12(1H,br), 9.62(1H,s).

II-2 | 4.45(2H,s), 4.65(2H,s), 6.51-6.63(3H,m),
9.00(1H,s), 9.60{(1H,brs).

II-3 | 4.48(2H,s), 4.65(2H,s), 6.23-6.35(2H,m),
6.85(1H,d), 9.05(1H,s), 9.63(1H,s)

II-4 | 4.46(2H,s), 4.65(2H,s), 6.57(1H,d), 6.64-
6.74(2H,m), 7.95(1H,d), 9.60(1H,brs).

II-6 | 4.48(2H,s), 4.66(2H,s), 6.74(1H,m), 7.18(1H,m),
7.30(1H,m), 9.43(1H,s).

II-18 | 4.56(2H,s), 4.70(2H,s), 6.95(1H,d), 7.40-
7.50(2H,m), 9.83(1H,s).

I1I-26 | 4.56(2H,s), 4.70(2H,s), 6.94(1H,d), 7.43-
7.48(2H,m), 9.74(1H,s).

II-33 | 4.48(2H,s), 4.69(2H,s), 5.00(2H,s), 6.30(1H,d),
6.45(1H,d), 7.05(1H,t), 7.25-7.40(6H,m).

1I-36 | 4.48(2H,s), 4.68(2H,s), 5.19(2H,s), 6.71(1H,d),
6.82(1H,t), 6.92(1H,d), 7.30-7.40(3H,m),
7.51(2H,d), 8.18({1H,s).

II-38 | 4.48(2H,s), 4.65(2H,s), 6.76-6.79(1H,d, J=B.7Hz),
6.95-7.00(2H,m), 6.80-7.30(1H,t,J=7.46),
9.37(1H, s).
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[0039]

Typical examples of process for producing the
aminoquinazolinone {(thione) derivative of the general
formula (I) or salt thereof of the present invention

5 are schematically shown below.

Production process 3.

[Formula 8]
Xn ? Xn
EI\:-NH, (X) ESI‘:M%(R;) Ry
N)\Y IT)\Y
; )
(II) Reduction (I-1)
R-Hal
(IX)
in Xn
ﬁ\-unen (Rp) R, ' E:(\—hc (Ry) R,
H R
(I-2) (1-3)
Reduction
R-Hal R.—Hal
(IX) IXD)
Xn
Ez:lj“h-nn CH(R,)R, E::I:"N-N(R3)-CH(R,)R1
Ry-Hal N’L\Y
3lxI) |
R R
{I-4) (I-5)
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wherein R, R;, Ry, Ry, X, n, Y and Hal are the same as
defined above except that each of R and R; is not a
hydrogen atom.

[(0040]
3-1. General formula (II) — general formula (I-1)

An aminoquinazolinone (thione) derivative of
the general formula (I-1) can be produced by reacting a
compound of the general formula (II) with a compound of
the general formula (X) in the presence of an inert
solvent and a catalyst.

In the case of this reaction, the desired
compound can be produced in a manner similar to that

described in production process 2-1.

3-2. General formula {I-l) — general formula {I-3)

An aminoquinazolinone (thione) derivative of
the general formula (I-3) can be produced by reacting
the aminoquinazolinone (thione) derivative of the
general formula (I-1l) with a compound of the general
formula (IX) in the presence or absence of an inert
solvent and a base.

[0041]

As the inert solvent usable in this reaction,
there can be used, for example, the inert solvents
exemplified in production process 1.

As the base, an inorganic base or an organic
base may be used. In addition to the inorganic or

crganic bases exemplified in production process 2-3,
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there can also be used alkoxides such as CH,ONa, C,H.ONa,
t-C,H,0Na, CH,OK, C.H;OK, t-C,H,OK, etc., and alkali metal
hydrides such as NaH, etc. The amount of the base used
may be properly chosen in the range of 1 mole to excess
moles per mole of the aminoguinazolinone (thione)
derivative of the general formula (I-1).

The reaction temperature may be chosen in the
range of 0C to the boiling point of the inert solvent
used, and ranges preferably from room temperature to
70%C.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in production process 1,
whereby the desired compound can be produced.

[0042]

3-3. General formula (I-1) — general formula (I-2)

In the case of this reaction, the desired

compound can be produced in a manner similar to that

described in production process 2-2.

3-4. General formula (I-2) — General formula (I-4)
An aminoquinazolinone (thione) derivative of
the general formula {(I-4) can be produced by reacting

the aminoquinazolinone (thione) derivative of the
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general formula (I-2) with the compound of the formula
(IX) in the presence or absence of an inert solvent and
a base.

In the case of this reaction, the desired
compound can be produced in a manner similar to that

described in production process 3-2.

3-5. General formula (I-4) — general formula (I-5)

An aminoquinazolinone (thione) derivative of
the general formula (I-5) can be produced by reacting
the aminoquinazolinone (thione) derivative of the
general formula (I-4) with a compound of the general
formula (XI) in the presence or absence of an inert
solvent and a base,.

In case of this reaction, the desired
compound can be produced in a manner similar to that

described in production process 3-2.

3-6. General formula (I-3) — general formula (I-5)
In case of this reaction, the desired
compound can be produced in a manner similar to that

described in production process 2-2.
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{0043]

Typical examples of the aminoquinazolinone
(thione) derivative of the formula (I) or salt thereof
of the present invention are given in Tables 3 and 4
but they are not intended in any way to limit the scope
of the present invention,
[Formula 9]

Xn .
N /N=C (Rz) -Rl

N

I
R

[0044]
Table 3 (R,=Q,, R,=H, Y=0)

No R Xn Physical property
1 H 5-0H m.p.293-295 T
2 H 6-0OH

3 H 7-0OH

4 H 8-OH m.p.>300C

5 H 5-Br

6 H 6-Br m.p.>3007C

7 H 7-Br

8 H 8-Br

9 H 5-1

10 H 6-1 m.p.>300C
11 B 7-1
12 H 8-1
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Table 3 (Continued)

[0045]

3 pp?

No. R Xn Physical property

13 H 5-CF,

14 H 6—CF m.p.227.6~-286.7 C

15 H 7-CF,

16 H 8-CF3

17 H 5-C:Fs :

18 H 6-C2F5 m.p.298-300 C
% 19 H 7-CaFs

20 H B-CsFs

21 H 5-i-CsFy

22 H 6-1-CaF» m.p.>300°C

23 H 7-i-CaF»

24 H B8-1-CsF+

25 H S=-n-CsFis

26 H 6-n—CeF13 m.p.>300C

27 H 7-n=CeF1a

28 H B-n-CeF:a
i:; 29 H 5-0CF,

30 H 6-0CF, m.p.264.0-266.0 T

31 H 7-0CF3

32 H 8-0CFs

33 H 5-CHz;-Ph

34 H 6-CHg-Ph

35 H 7-CH3-Ph
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Table 3 {Continued)

[0046]

o0 487

No. R Xn Physical property
36 H 8-CH4s-Ph
37 H 5-0OCHF,

38 H ' 6~OCHF 2 m.p.260.1-264.5 C
39 H 7-0OCHF 3

40 H 8-0CHF,

41 H 5~8SCF,

42 H 6-SCF,

43 H 7-SCFa

44 H 8-SCFs

45 H 5-SCaFs

46 H 6-SCsFs

47 H 7-5CaFs

48 H 8-SC3Fs

49 H 5=-5-i-CaFy
50 B 6-S-1i-C,yFy
51 H 7-8-1i-C3F,
52 H 8-S-i-CaFy
53 H 5-SOCFs

54 H 6—SOCF,

55 H 7-SOCF4

56 H 8-SOCF,

57 H 5-5S04CF5
58 H 6-S0:CF,
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Table 3 (Continued)

No. R Xn- Physical property

59 H 7=-S02CFa

60 H 8-50aCF,

61 H 5-S0CaF;

62 H 6-SOC3Fs

63 H 7-SOCz2Fs

64 H B8-SOCaFs
<£z) 65 H 5-502€;zFs

66 H 6-S02C2Fs

67 H T-S0aCsFs

68 H 8-S04CsFs

69 H 5-8S0-1i-C»yF,

70 H 6-S0-1i-C3Fy

71 H 7-S0-i-C3Fz

72 H 8-S0-1i-Cs3F»

73 H 5-803-i-CaF4

74 H 6-503-1-CyF~
(:3 75 H 7-803-1i-C3Fs

76 H 8-S0;-i-C3Fy

77 H 5~CO0C.Hs

78 H 6—-COOC:Hs m.p.274-278 C

79 H 7-CO0OC3Hs

80 H 8-COOCaHs

81 H 5-COOH
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[0048]
Table 3 (Continued)

No. R Xn Physical property
82 H 6-COOH

83 H 7-COOH

84 H 8-COOH

B5 H 5-Ph

86 H 6-FPh m.p.250.9-253.8 C
87 H 7-Ph

88 H 8-Ph

89 H 5-{4-Cl-Ph)

90 H 6-(4-C1-Ph) | m.p.276-278 C

91 H 7-(4-Cl1l-Ph)

92 H 8-(4-Cl1l-Ph)

93 H 5-0-Ph

94 B 6-0-Ph

95 H 7-0-Ph

96 H 8-0-Ph

97 H 5-n-C.Hs

98 H 6-n-C.H,

99 H 7-n-C4Hs
100 H 8-n-C4Hos
101 CHs 5-I
102 CHa 6-I m.p.181.4-185.3 C
103 CH, 7-1
104 CH, 8-I
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[0049]

Table 3 (Continued)

No. R Xn Physical property
105 CaHs 5-1
106 CsHs 6-1 m.p.191.5-194.5 C
107 CaHs 7-1
108 CaHs 8-I
109 n-CsH; 5-1
110 n-CsH11 6-I nD 1.4126(28.5C)
111 n-CaHi . 7-1
112 n-CsH; 8-I
113 CH:C=CH 5-I
114 CH;C=CH 6-I m.p.214-217 C
115 CH.C=CH 7-I
116 CH3;C=CH 8-I
117 CH3CH=CH, 5-I
118 CHaCH=CH, 6-1 m.p.162-164 C
119 CH3CH=CH, 7-1
120 CHaCH=CH; 8-1I
121 CH,0C3Hs 5-I
122 CH3OC3H, 6-1 m.p.111.3-161.7 €
123 CHa0C3Hs 7-1
124 CHaOCzHs 8-I
125 CHa (4-C1-Ph) 5-1
126 CHs (4-C1-Ph) 6-1 m.p.146-149 C
127 CHz (4-C1-Ph) 7-1
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[0050] evrgg

Table 3 (Continued)

No. R Xn Physical property
128 CHi (4-C1~-Ph) 8-I
129 COCH,4 5-I
130 COCHs 6-I m.p.186-188 C
131 COCH3 7-I
132 COCH, 8-I
133 COC3Hs 5-I
134 COCzHs 6-1 m.p.135-139 C
135 COC;H, 7-I
136 COC3Hy 8-I
137 SOaCH, 5-1
138 S0aCHa 6-1 m.p.174-181 C
139 SOaCH, 7-I
140 SOaCH;, 8-I
141 S0s:Ph 5-I
142 S0:Ph 6-I m.p.199-205 C
143 SOsPh 7-I
144 SO3Ph 8-I
145 H 5-OCFaCHF;
146 H 6-OCFsCHF; | m.p.251.6-263.3 C
147 H 7-OCF3CHF,
148 H 8-OCF;CHF;
149 CO-c-CiHs 5-I
150 CO-c~CsHs 6-1 m.p.172-175 C
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Table 3 (Continued)

No. R Xn Physical property
151 CO~-c-CaH; 7-1

152 CO-c-CaH, 8-I

153 H 5- (4-CHa0-Ph)

154 H 6- (4-CHaO~Ph) m.p.242 C

155 H 7- (4-CHa0-Ph)

156 H 8- {4-CH\0-Ph)

157 H 5- (3-CH10-Ph

158 H 6- {3-CHaO-Ph) m.p.192-199 C
159 H 7-(3-CHa0-Ph)

160 H 8- (3-CHa20-Ph)

161 H 5~ (3-NO2-Ph)

162 H 6- (3-NO.-Ph) m.p.>300C

163 H 7-(3-NQs-Ph)

164 H 8- (3-NOa2-Ph)

165 H 5-COOH

166 H 6-COOH m.p.>300C

167 H 7-COOH

168 H 8-COOH

169 H 5~COOCH»

170 H 6-COOCHa m.p.270.5-279.6C
171 H 7-COOCH,

172 H 8-COOCHa

173 H 5-CON (CsHsa) 2
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Table 3 {(Continued)

X
0O gy

No. R Xn Physical property
174 H 6—CON (C:Hs) 2 m.p.254.9-278.1C
175 H 7-CON(C3aHs) 2

176 H 8-CON (CzHs) 2

177 H 6-C1-7-CF\H m.p.295TC

178 H 6-C3F:-1i m.p.227.1-227.3C

{Q,: N-methylpyridium iodide salt)
[0053]

[Formula 10]

Xn

|
R
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Table 4 (R,=H, Y=0, R,=H, except for the group noted

specially.)
Ne R Rz Xn Physical property
179 H Q2 5-0H
180 H Qs 6-OH m.p.223-225 C
181 H Q2 7~OH m.p.258-259 C
1B2 H Q2 8-0OH m.p.177-180 C
183 H Qs 5-Br
184 H Q2 6-Br m.p.>300C
185 H Qs 7-Br
186 H Qs 8~-Br
187 H dz 5-I
188 H Qe 6-I
188 H Qa 7-1
190 H Qa 8-1
191 H Qs 5-CF,
192 H Qs 6-CF, m.p.191.0-193.1 C
193 H Q3 7-CFa
194 H Qs 8-CF,
195 H Qs 5-C3Fs
196 H Qa 6-CsFs
197 H Qs 7-CaFs
198 H Qs 8-C3yFs
199 H Qa 5-1-C;3Fy
200 H Qa2 6-i-CaFy | m.p.159.4-161.0 C
201 H Qa2 7-1-CsFy
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Table 4 (Continued)

No R Ra Xn Physical property
202 H Q: | 8-i-CiF,

203 H Qa | 5-n-CeFia

204 H Qs 6-n-CqF13 m.p.153.9-164.7 T
205 H Qs | 7-n-CeFia

206 H Q: | 8-n~CeF1a

207 H Qs | 5-OCF,

208 H Qs | 6-OCF, nD 1.5233(22.67)

209 H Qz | 7-OCF,

210 H Qs | 8-OCFs

211 H Q: | 5-CHs-Ph

212 H Qa | 6-CHz-Ph

213 H Qs | 7-CHa-Ph

214 H Q: | 8-CHs-Ph

215 H Qs | S-OCHF,

216 H Qs | 6-OCHF2 m.p.129.7-130.2 C
217 H Qs | 7-OCHF,

218 H Qs | 8-OCHF,

219 H Qz | 5-SCFs

220 H Qs | 6-SCF,

221 H Qz | 7-SCFs

222 H Qa | 8-SCFa

223 H Qz | 5-SCaFs

224 H Qs | 6-SCaFs
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[0056]
Table 4 (Continued)

No R Rz Xn Physical property
225 H Qa T-SC3Fs
226 H Qs 8-SCaFs
227 H Qs 5-5-i-C;Fy
228 H Q2 6-S-i-C,3Fy
229 H Qs 7-S-i=-CiFy
230 H Qs 8-5-1-CsiF,
231 H Qa 5-SOCF;
232 H Q2 6-SOCF,
233 H Qs 7-SOCF»
234 H Q2 8-SOCF,
235 H Q: 5-S0,CF;
236 H Qa 6-S5S03CF3
237 B Qa 7-S0:CFa
238 H Qs 8-S0:CF,
239 H Qs 5-=S0C:Fs
240 H Qs 6-S0C3Fs
241 H Q2 7-SOCsaFs
242 H Qs 8-S0OC3Fs
243 H Qs 5=-50;C.Fs
244 H Qa 6-S03C,F5
245 H Qa 7-S03CsFs
246 H Qa B8-50:C:Fs
247 H Qa 5-80-i-C3F»
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Table 4 {(Continued)

[0057]

o &
"itz

No R Ra Xn Physical property
248 H Q2 6-S0-i-CsF,
249 H Qa 7-S0-i-CaFy
250 H Qs 8-SO-1-CsFy
251 H Q2 5-803-i-CsF»
252 H Qs 6=-S03-1~C53F.
253 H Q2 71-803-1-C3F,
254 H Qs 8-S03-i-C3F>
255 H Qa 5-COOC2Hs
256 H Qs 6-COO0C3:Hs
257 H Qs 7-COOC3zHs
258 H Qs B8-COOC:Hs
259 H Q2 5-COOH
260 H Qs 6-COOH
261 H Qs 7-COOH
262 H Q3 8-COCH
263 H Q2 5-Ph
264 H Qs 6-Ph
265 H Q2 7=-Ph
266 H Q2 8-Ph
267 H Q2 5=~ (4-Cl-Ph)
268 H Qa 6-(4-C1-Ph)
269 H Q2 7-(4-Cl-Ph)
270 H Q2 8-(4-C1-Ph)
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Table 4 {(Continued)

[0058])

\\-‘Ka
L

No R Ra Xn Physical property

271 H Qs | 5-0-Ph

272 H Q: | 6-0~Ph

273 H Qa | 7-0-Ph

274 H Qs | 8-0-Ph

275 H Qs | 5-n-C.Ho

276 H Qz | 6-n-C.Hs

277 H Qa | 7-n-C.H,

278 H Q2 | 8-n-C4Ho

279 H Q: | 5-OCFaCHF.

280 H Q: | 6-OCF:CHF3 m.p.168.7-173.9 C

281 H Q: | 7-OCF;CHF,

282 H Qs | 8-OCF:CHF,

283 H Qs | 5-CF{CF;)a

284 H Qs | 6-CF(CFy) 2 m.p.239.7-243.5T

285 H Qs | 7-CF(CFy) 2

286 H Qs | B-CF(CFi)a

287 H Q: | 6-CF(CFy) s m.p.209.9-213.4C
(Ry=COCF3)

288 CH, Q: | 5-OCF,

289 CHa Qs | 6-OCFs nD 1.5467(23.6%C)

290 CH, Qs | 7-OCFs

291 CHs Q: | B-OCFs

292 C,Hs Qs | 5~OCFs
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Table 4 {(Continued)

Y[+

No R R: Xn Physical property
293 CuHs Qa | 6~OCFa [nD 1.5360(24.3C)
294 CsHa Q: | 7-OCF,

295 CzHs Qs | 8-OCF,

296 | COCHa Qs | 5-OCFs

297 | COCH, Qs | 6-OCF, nD 1.5478(24.1C)
298 | COCH, Qs | 7-OCFa

299 | COCH, Qs | B-OCF,

300 | COC;Fs Qs | 5~OCF,

301 | COCaFs Q: | 6-OCFs nD 1.5174(25.9%C)
302 | COCsFs Q. | 7-0CFs

303 | COCsFs 0. | 8-0CF,

304 | CHeCH=CH; | Q; | 5-OCF,

305 | CHaCH=CHs | Qa | 6-OCFa m.p.92.5C

306 | CHaCH=CH. | Qi | 7-OCF,

307 | CHaCH=CHa: | Qs | 8-OCF,

308 | CHisC=CH Qs | 5-OCFa

309 | CH;C=CH Qs | 6-OCF, nD 1.5325(24.27C)
310 | CH.C=CH Q: | 7-OCFa

311 { CH3C=CH Qs | 8-OCFs

312 | CH(CHs)1 Q: | 5-OCFs

313 | CH(CHa)s Qs | 6-OCF, nD 1.5370(24.8%7C)
314 | CH(CHs)s Qs | 7-0CFa

315 | CH(CHa)s Qs | 8-OCF,
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Table 4 (Continued)

4o

No R R: . Xn Physical property
316 H Q2 | 6-0CFs [nD 1.5380(26.07C)
(R,=COC2Hs)

317 | CHsC=CH Qs | 5-Br

318 | CH:C=CH Qs | 6-Br nD 1.5760(26.27C)
319 | CH;C=CH Q: | 7-Br

320 | CE:C=CH Qs } 8-Br

321 { CHaSCH, Qs | 5-Br

322 | CH3SCH, Qs | 6-Br nD 1.6030(27.07C)
323 | CH3SCH, Qs | 7-Br

324 | CH2SCHa Qs | 8-Br

325 | C3Hs Q: | 5-Br

326 | C:Hs Qs | 6-Br nD 1.5974(26.97C)
327 | CqHs Qa | 7-Br

328 | CqHs Q. | 8-Br

329 | i-C,H:y Qs | 5-Br

330 | i-C.H; Qs | 6-Br nD 1.4680(28.07C)
331 | i-CaH; Qs | 7-Br

332 | i-CaHy Q: | 8-Br

333 | COCHs Qz: | 5-Br

334 | COCHs Qs | 6-Br nD 1.5930(27.27C)
335 | COCHa Qa2 | 7-Br

336 | COCHa Qs | 8-Br

337 | COCsHs Qs | 5-Br
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Table 4 (Continued)

W

No R Rs Xn Physical property
338 | COCiHs Q. | 6-Br nD 1.5861(26.87C)
339 | COCiHs Qa | 7-Br
340 | COC:Hs Qs | 8-Br
341 | CHa-(4-Cl-Ph)| Q: | 5-Br
342 | CHaz-(4-Cl-Ph)| Q: | 6-Br nD 1.5885(27.3%C)
343 | CHa-(4-Cl-Ph)| Qs | 7-Br
344 | CHa-(4-C1l-Ph)| Qs | 8-Br
345 | co-pPh Q: | 5-Br
346 | CO-Ph Qs | 6-Br m.p.>300C
347 | co-ph Q: | 7-Br
348 | co-Ph Q: | 8-Br
349 | CHs Q: | 5-OCHF. |.

350 | CHa Q: | 6-OCHF: | nD 1.5613(27.9%C)
351 | CHa Qs | 7-OCHF,s
352 | cH, Qs | B-OCHF,
353 | CaHa Q: | 5-OCHF,
354 | CsHs Qs | 6-OCHFs | nD 1.5354(26.47C)
355 | CsHs Q: | 7-OCHF.
356 | CsHs Qs | B-OCHF;
357 | n-CeH,+ Qs | 5-OCHF;
358 | n-CsH:: Qs | 6-OCHF; | nD 1.5590(25.8°C)
359 | n-CuH:+» Qs | 7-OCHF,
360 | n-CaH:: Qs | 8-OCHF
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Table 4 {(Continued)

419 AN
tH+2t

Lwdan

No R Ra Xn Physical property
361 | CHz-(2-NQO;-Ph) Qs | 5-OCHF.
362 | CHi-(2-NO;-Ph) Qs | 6-OCHFs | nD 1.5917(27.97C)
363 | CHa-(2-NO:-Ph) Q2 | 7-OCHF,
364 | CHz-(2-NO;-Ph) Qs | 8-OCHF2
365 | i-C.Ho Q2 | 5-OCHF,
366 | i-C.H, Q2 | 6-OCHF: | nD 1.5557(26.47C)
367 | i-CuH, Q2 | 7~OCHFa
368 | i-C4Hs Q2 | B—OCHF,
369 | CH:-(4-CHaO-Ph) | Qs | 5-OCHF;
370 | CHa-(4-CHsO-Ph) | Q2 | 6-OCHFz | nD 1.5668 (26.57)
371 | CH:-(4-CH,0-Ph) | Qi | 7-OCHF,
372 | CHa-(4-CH.O-Ph) | Q: | 8-OCHF,
373 | COCHs Qa2 | 5-OCHF
374 | COCHs Q2 | 6-OCHFs | nD 1.5503(26.17C)
375 | COCHa Q2 | 7-OCHF.
376 | COCHs Q2 | 8-OCHF,
377 | COCsHs Qs | 5-OCHF,
378 | COC:Hs Q: | 6-OCHFz | nD 1.5470(26.27C)
379 | COCsHs Q2 | 7-OCHFa
380 | COCaHs Qa | 8-OCHF;
381 | CO-1-CsH, Qs | 5-OCHF,
382 | CO-i-CaHy Qz | 6-OCHFg | nD 1.5196(28.3%C)
383 | CO-i-CaHr Q2 | 7-OCHF,
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Table 4 {(Continued)

qié

No R Rz Xn Physical property
384 | CO-i-CsH: Q: | 8-OCHF,

385 | CO-Q.: Q: | 5-OCHF,

386 | CO-Qu, Qs | 6-OCHF, m.p.148-155 C
387 | CO-Qi: Qa | 7-OCHF,

388 | CO-Qu, Qs | B-OCHF,

389 | CH, Qs | 5-OCF.CHF:

380 | CHs Q: | 6-OCF.CHF; nD 1.5320(26.27)
391 | CH; Qs | 7-OCFiCHF:

392 | CH, Q: | B-OCFiCHF,

393 | CsHs Qa | 5-OCF:CHF,

394 | CuHa Qs | 6-OCF;CHF: | nD 1.5239(26.7C)
395 | CsH, Qa | 7-OCFsCHF,

396 | CzHs Qs | 8-OCF:CHF,

397 | SOaCaHs Qs | 5-OCF:CHFy

398 | SO1C:H, Qs | 6-OCFsCHF, nD 1.5309(26.07C)
399 | SO2CeHs Qs | 7-OCFiCHF:

400 | SOsCzHs Qs | 8-OCF:CHF,

401 | CHsOCHs-Ph Q: | 5-OCF:CHF,

402 | CH,0CH:-Ph Q: | 6-OCF2CKF, nD 1.5486(26.2C)
403 | CHaOCHa-Ph Qa | 7-OCF;CHF,

404 | CHsOCHy-Ph Q2 | 8-OCF:CHF,

405 | COOC4He-t Qs | 5-OCF:CHF,

406 | COOC.H.-t Qs | 6-OCFiCHF, nD 1.5103(26.2%C)
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Table 4 {Continued)

q\:\' Vta 5

No R Rz Xn Physical property
407 | COOC4Ho-t | Q2 | 7-OCFsCHF,

408 | COOC4Hs-t | Qz | B—OCF3CHF;

409 | COCHa Qs | 5-OCFiCHF;

410 | COCHs Qs [ 6-OCFiCHF, nD 1.5262(25.87C)
411 | COCH, Qs | 7-OCF1CHF,

412 | COCH, Qs | 8-OCFaCHF,

413 | COCsHs Q: | 5-OCF1CHF3

414 | COCsHs Qa | 6-OCF2CHF, nD 1.5266(25.97C)
415 | COC:Hs Q: | 7-OCFsCHFs

416 | COCaHs Qs | B-OCFsCHFy

417 | CHsOCHa Q: | 5-OCF:CHF,

418 | CH,OCH, Qz | 6-OCFsCHF nD 1.5311(23.97C)
419 | CH.0OCH, Qz | 7-OCFaCHF,

420 | CHsOCH; Qs | B-OCF1CHF,

421 | CH2-Qs Qs | 5-OCFsCHF,

422 | CHs-Qs Qs | 6-OCF4CHF, nD 1.5560(26.8°C)
423 | CHe~Qa Q: | 7-OCF2:CHF,

424 | CH:-Qs Q: | 8-OCF.CHF,

425 | SO+CHs Qs | 5-CaFy-i

426 | SO3CHs Qs | 6-CaF,-1 m.p.154-156 C
427 | SO:CH, Qz | 7-CaF7-i

428 | SO:CH, Q: | 8-CaFs-1

429 | SOsC3Hs Qs | 5-CaFy-i
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Table 4 (Continued)

43

No R Rs Xn Physical property
430 S02CqHs Q: | 6-CaFs-i m.p.45-50 C
431 S02C1Hs Qz | 7-CaFs-1i
432 S02C3Hs Qs | 8-CsFr-i
433 SOs (4-CH;-Ph) | Qs | 5-CaFs-i
434 SOz (4-CH3-Ph) | Qs | 6-CaFr-1i m.p.65-75 C
O 435 SOz (4-CHa-Ph)| Qe | 7-CaFs-4
O 436 SOz (4-CHa.-Ph) | Qs | 8-CaF,-i
437 H Qs | 6~CaF:-i m.p.186-212 C
(hydrochloride)
438 H Qs | 6-CsF7-1i° | m.p.168~208.8 T
(sulfate)
439 CO-Ph Qa | 5-CsF7-i
440 CO-Ph Qs | 6-CaFr-i m.p.161-165 C
441 CO-Ph Qs | 7-CaFy-i
442 CO-Ph Qs | 8-CaFs-i
O 443 COCaH,-1i Qs | 5-CaFy-i
O 444 COCsH,~1 Qs | 6-CaFy-1 nD 1.5051(22.17C)
445 COCaH,-1 Qs | 7-CaF7-i
446 COCaHr-i Qs | 8-CsFy-1i
447 COCH, Q: | 5-CsF7-i
448 COCH, Qs | 6-CaFs-i m.p.132-134
449 COCH, Qs | 7-CaFr-1
450 COCH, Qs | 8-CaF,-i
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Table 4 (Continued)

[0066]

419

No R Rz Xn Physical property
451 | COCqHs Qa | 5-CaF:-i
452 | COCsHs Qs | 6-CaF-i m.p.108 C
453 | COC3Hs Qs | 7-CaFs-i
454 | COC:Hs Qs | 8-CaFy-1i
455 | COCsHs-n Qs | 5-CaFy-1
456 | COCaKs-n Qs | 6-CaFs-i nD 1.510({22.2 C)
457 | COCaH:-n Qs | 7-CaFy-i
458 | COCiHr-n Qs | 8-CaF,-i
459 | CHa Qu | 5-CaF.-1
460 | CHs Qa | 6~CaFs-i m.p.67-75 C
461 | CH, Qz | 7-CaFs-i
462 | CHs Qs | 8-CaFy-i
463 | CiH, Qs | 5-CaFy-i
464 | CiH, Qs | 6-CaFs-i m.p.98-102.4C
465 | CiHs Qs | 7-CaFa-1
466 | CHs Q: | B-CaFr-i
467 | COC:Hs Qs | 5-F
468 | COC:Hs Qs | 6-F nD 1.5660(22.87)
469 | COCsHs Q: | 7-F
470 | COCsHs Q: | 8-F
471 | H Qs | 5-COOCsH,
472 | H Q: | 6-COOCsHs | m.p.168.7-171.9 €
473 | H Qs | 7-COOCaH,
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Table 4 {Continued)

[0067]

D

No R Rs . Xn Physical property

474 H Qa | 8-COOC;H,

475 | COCaHs Q: | 5-CFs

476 | COC:H, Q: | 6-CFs nD 1.5400{21.1C)

477 COCzHs Q2 | 7-CFa

478 COCsHs Qs | 8-CFs

479 H Qz | 5-CaFs

480 | H Q: | 6-CsFs m.p.139-146 C

481 H Q2 | 7T-CaFs

482 | H Q2 | 8-C3Fs

483 | H Q: | 6-C1-7-OCHF, | m.p.198-201 C
[0068]
The abbreviations in Table 3 and Table 4

stand for the following substituents:

¢ : aliphatic hydrocarbon group

Ph : phenyl group

Q, : 2-pyridyl group

Q, : 3-pyridyl group

Q, : 4-pyridyl group

Q. : 2-pyridyl-N-oxide group
Q; : 3-pyridyl-N-oxide group
Qs : 4-pyridyl-N-oxide group

Q, : thiazol-5-yl group
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Qs : furan-2-yl group __u52¥7

Q : 1,3-dioxolan-2-yl group

Q) : phthalimid-1-yl group

Q,; : thiophene-2-yl group

5 [0069]
[EXAMPLES]

Typical examples of the present invention are
described below, however, the scope of the present
invention is not restricted by said examples.

(:) 10 Example 1
O Preparation of 3-amino-3,4-dihydro-6-trifluoro-
methoxy-2-(1H) ~-quinazolinone {Compound No. II-30)
[Formula 11}

Ccl
F.,CO
F 3 NH
aC H,NNH, H,0 \@\/\N/ 2
NN
NHCOOCH, H
EE; In 20 ml of methanol was dissolved 2.84 g

15 (0.01 mole) of methyl 2-chloromethyl-4-trifluoro-
methoxyphenylcarbamate, then 5 g (0.1 mole) of
hydrazine hydrate was added to the solution, and the
reaction was conducted by heating under reflux for 3
hours.

20 After completion of the reaction, the
remainder of hydrazine hydrate and the solvent were

removed from the reaction mixture containing the
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desired compound by distillation under reduced pressure 8
to obtain a crude product. The resulting crude product
was recrystallized from 95% methanol to obtain 2.22 g
of the desired compound.
5 Physical property: m.p. 181.5 - 184° C.
Yield: 90%.
[0070]
Example 2
Preparation of 3-amino-3,4-dihydro-6-pentafluoro-
10 ethyl-2-(1H)-quinazolinone (Compound No. II-18)
[Formula 12]

1
C,F
C,F H,NNH, H,0 - \CE\N ~NE,
A
NHCOOCH, H

In 20 ml of methanol was dissolved 3.18 g
(0.01 mole) of methyl 2-chloromethyl-4-pentafluoro-
ethylphenylcarbamate, then 5 g (0.1 mole) of hydrazine

15 hydrate was added to this solution and the reaction was
conducted by heating under reflux for 3 hours.

After completion of the reaction, the
remainder of hydrazine hydrate and the solvent were
removed from the reaction mixture containing the

20 desired compound by distillation under reduced pressure
to obtain a crude product. The resulting crude product

was recrystallized from 95% methanol to obtain 2.53 g
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of the desired compound. ) E

Physical property: m.p. 178.4 - 183.5° C.
Yield: 90%.
[0071]
Example 3
Preparation of 3-(3-pyridylmethylideneamineo)-3,4-
dihydro-6-trifluoromethoxy-2 {1H) -quinazolinone
{(Compound No. 30)
[Formula 13]

oo oo

0 o

To 10 ml of methanol were added 0.62 g (2.5
mmoles) of 3-amino-3,4-dihydro-6-truflucromethoxy-
2(1H)=-quinazolinone, 0.27 g (2.5 mmole) of
nicotinaldehyde and 1 drop of sulfuric acid, then the
reaction was conducted by heating under reflux for 3
hours.

After completion of the reaction, the
crystals precipitated in the reaction system were
collected by filtration and dried to obtain 0.76 g of
the desired product.

Physical property: m.p. 264.5 - 266.0° C.
Yield: 93%.
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[0072]

Example 4
Preparation of 3-[l1-(3-pyridylmethideneamino)-3, 4-
dihydro-6-pentafluoroethyl-2(1H)-quinazolinone
(Compound No. 18)

‘[Formula 14]

F43C F4CQ : "
3 Q\Q\N s —_— * N ~N Qﬂ
N’k N/k
H H 0o

o)

To 10 ml of methanol were added 0.74 ¢ (2.5
mmols) of 3-amino-3,4-dihydro-6-pentafluoroethyl-2{1H)~-
quinazoliﬁone, 0.27 g (2.5 mmols) of nicotinaldehyde
and 1 drop of sulfuric acid, then the reaction was
conducted by heating under reflux for 3 hours.

Afte; completion of the reaction, the
crystals precipitated in the reaction system were
collected by filtration and dried to obtain 0.78 g of
the desired product.

Physical property: m,p. 298.0 - 300.0° C.
Yield: 84%.
[0073]
Example 5
Preparation of 3-(3-pyridylmethylamino)-3,4-
dihydro-6-trifluoromethoxy-2 (1H)-quinazolinone
(Compound No. 208)
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[Formula 15] bh¢yy

A

F4CO N /N\/Og _.F:COII\N /H\ﬁ
L oo

To 30 ml of acetic acid were added 3.36 g
(2.5 mmols) of 3-(3-pyridylmethylideneamino)-3, 4-
dihydro-é-trifluorcmethoxy-2 (1H) -quinazolinone and 0.2
g of 5% palladium-carbon, then the hydrogenation was
conducted at 3 to 4 kg/m’.

After the absorption of a theoretical amount
of hy@rogen, the catalyst was removed from the reaction
mixture by filtration, and the solvent was removed by
distillation under reduced pressure. The residue was
neutralized by adding a 20% aqueous sodium hydroxide
solution and the desired compound was extracted with
chloroform (20 ml X 3). The extracted solution was
washed with water and an aqueous solution saturated
with sodium chloride, dried over anhydrous magnesium
sulfate, the solvent was removed by distillation under
reduced pressure. The resulting crude product was
purified by a silica gel column chromatography (ethyl
acetate-methanol=10:1) to obtain 2.5 g of the desired
compound.

Physical property: nD 1.5233 (22.6" C).
Yield: 74%.
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Example 6
Preparation of l-methyl-3-(3-pyridylmethylamino)-
3,4-dihydro-6~trifluoromethoxy-2 (1H) -quinazolinone
5 (Compound No. 298B)
[Formula 16]

3 /H\/@ Fsco - ﬂ\/Q
: m}\ — ‘CCIA

(:) CH,

In 10 ml of dimethylformamide was dissolved
0.68 g (2.0 mmols) of 3-{3-pyridylmethylideneamino)-
3,4-dihydro-6-trifluoromethoxy-2 (1H)-quinazolinone. To
10 the solution, 0.09 g of sodium hydride (62.4%) was
added, and the reaction was conducted at room
temperature for 30 minutes, then 0.34 g of methyl
iodide was added thereto and the reaction was conducted

for 4 hours.

00O

15 After completion of the reaction, the
reaction mixture was poured into an ice-water, the
desired compound was extracted with ethyl acetate (20
ml X 3). The extracted solution was washed with water
and saturated aqueous sodium chloride, dried over

20 anhydrous magnesium sulfate, and the solvent was
removed by distillation under reduced pressure. The

resulting crude product was purified by a silica gel
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column chromatography (ethyl acetate-methanol=10:1) to L
obtain 2.5 g of the desired compound.
Physical property: nD 1.5467 (23.67C).
Yield: 50%.
5 [0075]
Example 7
7-1. Preparaion of t-butyl 2-(5-hydroxy-2-nitrophenyl-
methylidene)carbazate

[Formula 17]

O

H H
O HQ\(I“IO H,NNHCOOC Hg—t W N~ cooc,H,-t

NO, NO,

10 To 20 ml of methanol were added 3.34 g (0.02
mole) of 5-hydroxy-2-nitrobenzaldehyde, 2.64 g (0.02
mole) of L-butyl carbazate and 1 drop of sulfuric acid,
and the reaction was conducted by heating under reflux

for 3 hours.

15 After completion of the reaction, the

00

reaction mixture was cooled to room temperature, the
crystals precipitated were collected by filtration to
obtain 5.06 g of the desired compound.
'H-NMR [CDCl,/TMS, & (ppm)]
20 1.57 (94, s), 6.84 (1H, d.d), 7.66 (1lH, d),
7.94 (1H, d), 8.42 (1H, br.s), 8.46 (1H, s).
Yield: 90%.
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[0076]
7-2. Preparation of t-butyl 2-(5-methoxycarbonyloxy-
2-nitrophenylmethylidene)carbazate

[Formula 18]

H3COOC-

H i R
C\(I?N/ Ncooc Hy-t c1c00cH, 87 Neooc, -t
0, —_— - ¥,

In 15 ml of tetrahydrofuran were dissoclved
4.22 g (0.015 mole) of t-butyl 2;(5-hydroxy—2-
nitrophenylmethylidene)carbazate obtained in Example 7-
1l and 1.67 g (0.0165 mole) of triethylamine, then the
solution was cooled to 0° C. By taking 15 minutes, to
the solution was added dropwise 1.56 g (0.0165 mole) of
methyl chlorofomate dissolved in 5 mi of tetrahydro-
furan, then the reaction was continued at room
temperature for 3 hours. After completion of the

reaction, the reaction mixture was poured into 20 ml of

‘'water, and the desired compound was extracted with

ethyl acetate (20 ml X 3). The extracted solution was
washed with water and saturated aqueous sodium
chloride, dried over anhydrous magnesium sulfate, then
the sclvent was removed by distillation under reduced
pressure. The resulting crude product was
recrystallized from hexane-ether to obtain 4.6 g of the
desired compound.

'H-NMR [(CDC1,/TMS, & (ppm)]
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1.54 (94, s), 3.93 (3H, s), 7.33 (1H, d.d),
B.06 (1H, d), 8.14 (1H, d), 8.21 (1H, br.s),
8.45 (1H, s).
Yield: 90%.
S (0077}
7-3. Preparation of t-butyl 2-(2-amino-5-

methoxycarbonyloxyphenylmethyl)carbazate
[Formula 19]

H.,COOC-

O )
@) 0o omu A Ncooc gt H/ . Ncooc, Hy-t
O, - Hy

To 50 ml of methanol were added 4.4 g (0.013
10 mole) of t-butyl 2-(5-methoxycarbonyloxy-2-nitrophenyl-
methylidene)carbazate obtained in Example 7-2 and 0.4 g
of 5% palladium-carbon, then the catalytic reduction
was conducted at 3 - 4 kg/m’.
After the absorption of a theoretical amount

15 of hydrogen, the catalyst was removed from the reaction

00O

mixture by filtration, and the solvent was removed by
distillation under reduced pressure, to obtain 4 g of
the desired compound.
'H-NMR [{(CDCl,/TMS, & (ppm)]
20 1.46 (9H, s), 3.87 (3H, s), 3.96 (2H, d),
4.6-5.0 (3H, br.s.), €.05 (1H, br.s),
6.6-6.7 (l1H, m), 6.8-7.0 (2H, m}.
Yield: Quantitative.
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7-4. Preparation of 3-t-butoxycarbonylamino-6-methoxy-
carbonyloxy-3,4-dihydro-2(1H) ~quinazolinone

[Formula 20]

H4COOC- "ﬂ H,C00C-0 R
H-" Scooc ne-t m/ \cooc, -t
Hy " %

In 20 ml of tetrahydrofuran were dissolved
3.1 g (0.01 mole) of t-butyl 2-(2-amino-5-
methoxycarbonyloxyphenylmethyl)carbazate obtained in
Example 7-3 and 2.6 g (0.01 mole) of 1,1'-carbonyl-
bis(1H-imidazole), the reaction was conducted at room
temperature for 3 hours.

After completion of the reaction, the
reaction mixture was poured into 20 ml of water, and
the desired compound was extracted with ethyl acetate
(20 ml X 3). The extracted solution was washed with
water and saturated aqueous sodium chloride, dried over
anhydrous magensium sulfate, and the solvent was
removed by distillation under reduced pressure. The
crude product thus obtained was recrystallized from
hexane-ethyl acetate, 2.1 g of the desired compound was
obtained.

'Hi-NMR [DMSO-d¢/TMS, 6 (ppm}]

1.42 (9H, s), 3.80 (3H, s), 4.81 (2H, s),

6.5-6.7 (3H, m), 9.0} (1H, s), 9.15 (1H,
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br.s).
Yield: 60%.
[0079]
7-5. Preparation of 3—t-butoxycarbonylamino-G-hydroxy-

S 3,4-dihydro-2 (1H) -quinazolinone
[Formula 21]

HJCOOC—OU\N 4 g\COOCd!s"'i: HO\(I\)L/H \COOC.H,-t
ﬂ)\o i o

To 20 ml of 50% methanol were added 2.1 g
(0.0062 mole) of 3-f-butoxycarbonylamino-6-
methoxycarbonyloxy-3, 4-dihydro-2 (1H) -quinazolinone
10 obtained in Example 7-4 and 0.64 g {(0.0063 mole) of
sodium carbonate, then the reaction was conducted by
heating under reflux for 3 hours.
After completion ¢of the reaction, the
methanol was removed by distillation under reduced
15 pressure. To the residue thus obtained was added 10 ml
of water and was collected by filtration, then
recrystallization from 95% methanol to obtain 1.3 g of
the desired compound.
'H-NMR [DMSO-d,/TMS, & (ppm)]
20 1.42 (9,), 4.81 (2,), 6.5-6.7 (3H, s),
9.01 (1H, s), 9.10 (1H, s), 9.15 (1H, br.s).
Yield: 75%.
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7-6. Preparation of 3-amino-6-hydroxy-3, 4-dihydro-
2 (1H)~-quinazolinone (Comound No. II-2)

(Formula 22]

HO B HO
O e 00K

i " %

To 20 ml of trifluoroacetic acid was added
1.3 g (0.0046 mole) of 3-ft-butoxycarbonylamino-6-
hydroxy-3,4-dihydro-2 (1H) -quinazolinone obtained in
Example 7-5, then the reaction was conducted at room
temperature for 3 hours.

After completion of the reaction, 10 ml of
methanol was added to the reaction mixture, the solvent
was removed by distillation under reduced pressure.

The resulting residue was recrystallized from methanol
to obtain 0.74 g of the desired compound.
'H-NMR [DMSO-d,/TMS, &8 (ppm)]
4.95 (2H, s), 4.65 (2H, s), 6.51-6.63 (3H,
m), 9.00 (1H, s), 9.60 (1H, br.s).
Yield: 90%.

[0081]

Pest contrellers containing, as an active
ingredient, the substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention are suitable for controlling

various insect pests such as agricultural insect pests,
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forest insect pests, horticultural insect pests, stored
grain insect pests, sanitary insect pests, nematodes,
etc. They have an insecticidal effect also, for
example, on HEMIPTERA including tea green leafhopper
(Empoasca brassicae), green rice leafhopper
(Nephotettix cingcticeps), brown rice planthopper
(Nilaparvata lugens), whitebacked rice planthopper
(Sngatella furcifera), citrus psylla (DRiaphorina
citri), citrus whitefly (Dialeprodes citri),
sweetpotato whitefly (Bemisia tabaci), greenhouse
whitefly (Irialeurodes vaporariorum), Cabbage aphid
(Brevicoryne brassicae), Cotton aphid (Aphis gossypii),
Wheat aphid (Rhopalosiphum padi), green peach aphid
(Myzus persicae), Indian wax scale (Ceroplastes
ceriferus), cottony citrus scale (Pulvinaria aurantii),
camphor scale (Paeudaonidia duplex),

[0082]

San Jose scale (Comatockaspis perniciosa),
arrowhead scale (Unaspls yanonensis), rice leaf bug
(Irigonotylus colelestialium), etc., TYLENCHIDA
including coffee root-lesion nematode (Pratylenchus
coffeae), potato cyst nematode (Globodera
rostochiensis), root-knot nematode (Meloidogyne sp.).
citrus nematode (Iylenchulus semipenetrans),
Aphelenchus sp. (Aphelenchus avenae), chrysanthemum
foliar nematode (Aphelenchoides ritzemabosi), etc., and
ORTHOPTERA including rice thrips (Stenchaetothrips
biformis), etc.

- 87 -



OO

10

15

20

25

4
Additionally, the pest controllers of the ,
present invention perform less harmful effects against
useful insects, for example, silkworm moths (Bomhyx
mori), bean chalcid (Qamia cornifrans) and the like,
thus they can be said as highly safety insecticides.

The zoological names and the like are in
accordance with Applied Zoology and Entomology Society
of Japan, “List of Agricultural and Forest Injurious
Animals and Insects”, published in 1987.

[0083]

The pest controller containing as an active
ingredient the substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention has a marked control effect on
the above-exemplified insect pests, sanitary pests,
and/or nematodes, which are injurious to paddy fields,
fruit trees, vegetables and other crops, and flowers
and ornamental plants. Therefore, the desired effect
of the insecticide of the present invention can be
obtained by applying the insecticide to the paddy field
water, paddy-rice plant, fuit trees, vegetables, other
crops, seeds of flowers and ornamental plants, roots,
stalks and leaves of plants, soil, etc., or to the
inside of a house or ditches around a house, in which
the above-exemplified sanitary insect pests injurious
to men and beasts appear or are expected to appear.

The application is carried out at a season at which the

insect pests, sanitary pests or nematodes are expected
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to appear, before their appearance or at the time when \cdhail
their appearance is confirmed. The present invention
however should not be limited to these embodiments.

[0084]

When the substituted aminoquinazolinone
{thione) derivative of the general formula (I) or salt
thereof of the present invention is used as a pest
controller, the derivative or salt is generally
prepared into conveniently usable forms according to an
ordinary manner for preparation of agrochemicals.

That 1s, the substituted aminoquinazolinone
(thione) derivative of the general formula (I) or salt
thereof of the present invention and, optionally, an
adjuvant are blended with a suitable lnert carrier in a
proper proportion and prepared into a suitable
preparation form such as a suspension, emulsifiable
concentrate, soluble concentrate, wettable powder,
granules, dust or tablets through dissclution, disper-
sion, suspension, mixing, impregnation, adsorption or
sticking.

The inert carrier used in the present
invention may be either solid or liquid. As the solid
carrler, there can be exemplified soybean flour, cereal
flour, wood flour, bark flour, saw dust, powdered
tobacco stalks, powdered walnut shells, bran, powdered
cellulose, extraction residue of vegetables, powdered
synthetic polymers or resins, clays (e.g. kaolin,

bentonite, and acid clay), talcs (e.g. talc and
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pyrophyllite), silica powders or flakes (e.g.
diatomaceous earth, silica sand, mica and white carbon,
i.e. synthetic, high~dispersion silicic acid, also
called finely divided hydrated silica or hydrated
silicic acid, some of commercially available products '
contain calcium silicate as the major component),
activated carbon, powdered sulfur, powdered pumice,
calcined diatomaceous earth, ground brick, fly ash,
sand, calcium carbonate powder, calcium phosphate
powder and other inorganic or mineral powders, chemical
fertilizers (e.g. ammonium sulfate, ammonium phosphate,
ammonium nitrate, urea and ammonium chloride), and
compost. These carriers may be used alone or as a
mixture thereof.

[0085]

The liquid carrier is that which itself has
solubility or which is without such solubility but is
capable of dispersing an active ingredient with the aid
of an adjuvant. The following are typical examples of
the liquid carrier and can be used alone or as a
mixture thereof. Water; alcohols such as methanol,
ethanol, isopropanol, butanol and ethylene glycol;
ketones such as acetone, methyl ethyl ketone, methyl
isobutyl ketone, diisobutyl ketone and cyclohexanone;
ethers such as ethyl ether, dioxane, cellosolve,
dipropyl ether and tetrahydrofuran; aliphatic
hydrocarbons such as kerosene and mineral oils;

aromatic hydrocarbons such as benzene, toluene, xylene,
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solvent naphtha and alkylnaphthalenes; halogenated %
hydrocarbons such as dichlorcethane, chloroform and

carbon tetrachloride; esters such as ethyl cetate,

diisopropyl phthalate, dibutyl phthalate and dioctyl

phthalate; amides such as dimethylformamide,

diethylformamide and dimethylacetamide; nitriles such

as acetonitrile; and dimethyl sulfoxide.

[0086]

The following are typical examples of the
adjuvant, which are used depending upon purposes and
used alone or in combination in some cases, or need not
to be used at all.

To emulsify, disperse, dissolve and/or wet an
active ingredient, a surfactant is used. As the
surfactant, there can be exemplified polyoxyethylene
alkyl ethers, polyoxyethylene alkylaryl ethers,
polyoxyethylene higher fatty acid esters, polyoxy-
ethylene resinates, polyoxyethylene sorbitan mono-
laurate, polyoxyethylene sorbitan monooleate, alkyl-
arylsulfonates, naphthalenesulfonic acid condensation
products, ligninsulfonates and higher alcohol sulfate
esters.

[0087]

Further, to stabilize the dispersion of an
active ingredient, tackify it and/or bind it, there may
be used adjuvants such as casein, gelatin, starch,
methyl cellulose, carboxymethyl cellulose, gum arabic,

polyvinyl alcohols, turpentine, bran oil, bentonite and
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To improve the flowability of a solid
product, there may be used adjuvants such as waxes,
stearates and alkyl phosphates.

Adjuvants such as naphthalenesulfonic acid
condensation products and polycondensates of phosphates
may be used as a peptizer for dispersible products.

Adjuvants such as silicon oils may also be
used as a defecaming agent.

The content of the active ingredient may be
varied as required. In dusts or granules, the suitable
content thereof is from 0.0l tc 50% by weight. 1In
emulsifiable concentrates or flowable wettable powders,
it is also from 0.01 to 50% by weight.

[0088]

The pest controller containing as an active
ingredient the substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention is used to control a variety
of insect pests in the following manner. That is, it
is applied to the insect pests or a site where
appearance or growth of the insect pests is
undesirable, as it is or after being properly diluted
with or suspended in water or the like, in an amount
effective for control of the insect pests.

The applying dosage of the pest controller
containing as an active ingredient the substituted

aminoquinazolinone (thione) derivative of the general
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formula (I) or salt thereof of the present invention is
varied depending upon various factors such as a
purpose, insect pests to be controlled, a growth state
of a plant, tendency of insect pests appearance,
weather, environmental conditions, a preparation form,
an application method, an application site and
application time. It may be properly chosen in the
range of 0.01 g to 5 kg (in terms of the active
ingredient) per 10 ares depending upon purposes.

The pest controller containing as an active
ingredient the substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention may be used in admixture with
other insecticides or fungicides_in order to expand
both spectrum of controllable insect pest species and
the period of time when effective applications are
possible or to reduce the dosage.

Typical formulation examples and test
examples of the present invention are described below
but they should not be construed as limiting the scope
of the invention.

In the formulation examples, parts are all by
weight.

(0089]

Formulation Example 1

Each compound listed in Tables 50 parts
3 and 4
Xylene 40 parts
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Mixture of polyoxyethylene 10 parts
0'6&?

nonylphenyl ether and calcium
alkylbenzenesulfonate
An emulsifiable concentrate was prepared by
5 mixing uniformly the above ingredients to effect

dissolution.

Formulation Example 2

Each compound listed in Tables 3 parts

(:) 3 and 4
<:) 10 Clay powder 82 parts
Diatomaceous earch powder 15 parts

A dust was prepared by mixing uniformly and
grinding the above ingredients.
[0090]
15 Formulation Example 3
Each compound listed in Tables 5 parts
3 and 4 |
Mixed powder of bentonite and clay 90 parts

Calcium lignin sulfonate 5 parts

OO

20 Granules were prepared by mixing the above
ingredients uniformly, and kneading the resulting
mixture together with a suitable amount of water,

followed by granulation and drying.

Formulation Example 4
25 Each compound listed in Tables 20 parts
3 and 4
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Mixture of kaolin and synthetic, 75 parts 6§§}\)
high-dispersion silicic acid
Mixture of polyoxyethylene 5 parts
nonylphenyl ether and calcium
alkylbenzenesulfonate

A wettable powder was prepared by mixing
uniformly and grinding the above ingredients.

[0091]

Test Example 1

Control efficacy against green peach aphid (Myzus
persicae)

A Chinese cabbage plant was planted in each
of plastic pots with a diameter of 8 cm and a height of
8 cm and green peach aphids were propagated on the
plant, afte; whiﬁh the parasites in each pot were
counted.

E;ch substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention listed in Tables 3 and 4 was
dispersed in and diluted with water to obtain a 500 ppm
liquid chemical. The stalks and leaves of the potted
Chinese cabbage plants were sprayed with the liquid
chemical and air-dried, and then the pots were stored
in a greenhouse. Six days after the spraying, green
peach aphids parasitic on each Chinese cabbage plant
were counted and the control efficacy degree was
calculated by the following equation, whereby the

insecticidal effect was judged according to the
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criterion shown below.
[0092]
Control efficacy = 100 —{ (T x Ca)/(Ta x C)}x 100

Ta: number of parasites before spraying in
treated group,

T : number of parasites after spraying in
treated group,

Ca: number of parasites before spraying in
untreated group,

C : number of parasites after spraying in

untreated group.

Criterion:
Efficacy Percent Control (%)
A 100
B 99 - 90
c 89 - 80
D 79 - 50
[0093]

Test Example 2
Insecticidal effect on brown rice planthopper
(Nilaparvata lugens)

Each substituted aminoquinazolinone {(thione)
derivative of the general formula (I) or salt thereof
of the present invention listed in Tables 3 and 4 was
dispersed in and diluted with water to obtain a 500 ppm
liquid chemical. Rice seedlings (cultivar: Nihonbare)

were immersed in the liquid chemical for 30 seconds and
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air-dried, after which each seedling was placed in a
glass test tube and inoculated with 10 third-instar
nymphs of brown rice planthopper, and the test tube was
pluged with a cotton plug. Eight days after the
inoculation, the dead and alive were counted. The
mortality was calculated by the following eguation and
the control effect was judged according to the

criterion described below.

Corrected larval mortality (%) = {(Ca/c-Ta/T)/Ca/c}x100
Ta: number of alive nymphs in treated groups
T : number of inoculated nymphs in treated groups
Ca: number of alive numphs in untreated groups
c : number of inoculated nymphs in untreated

groups

Criterion: the same as in Test Example 1.

[0094]

Test Example 3
Insecticidal test on greenhouse whitefly
(Irialeurodes vaporariorum)

Each compounds of the present invention
listed in Table 3 and Table 4 was dispersed in and
diluted with water to prepare a test liquid containing
100 ppm of the test compound. By use of a spraygun,
the test liquid was spraved on the surface of a leaf of
tomato plant put in a 20 ml-vial bottle containing

water on a turn table. After air-dried, the leaf
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treated with the test liquid was put in a glass
cylinder, and inoculated with 20 adults of greenhouse
whitefly thereon. After the inoculation, the leaf was
placed in a greenhouse, and the number of adults of
greenhouse whitefly was counted. The mortality of the
adults was calculated similar to that of conducted in
Test Example 2, and the insecticidal effect of each one
of the test compounds was evaluated by the method
identical to Test Example 1.

[0095]

From the results obtained in Test Example 1,
2 and 3 that: in Test Example 1, Compound Nos. 6, 18,
22, 26, 30, 184, 200, 204 and 208 showed excellent
insecticidal effect rated A against green peach aphid
(Myzus persicae); in Test Example 2, Compound Nos. 6,
18, 22, 26, 30, 184, 200, 204 and 208 showed excellent
insecticlidal effect rated A against planthopper
(Nilaparvata lugens):; and in Test Example 3, Compound
Nes. 6, 10, 14, 18, 22, 26, 30, 38, 78, 86, 90, 184,
200, 204 and 208 showed excellent insecticidal effect
rated D or higher against greenhouse whitefly
(Lrialeurpodes vaporariorum); particularly, Compound
Nos. 6, 18, 22, 26, 30, 184, 200, 204 and 208 showed
excellent insecticidal effect rated A.

[0096]

The pest controllers of the present invention
containing, as the active ingredient, substituted

aminoquinazolinone (thione) derivatives or salts
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thereof represented by the general formula (I) possess
excellent insecticidal effect at low dosage against
greenhouse whitefly (Trialeurodes vaporariorum) and the
like, to which conventional compounds having similar
chemical structures do not show insecticidal effects.
Thus, the substituted aminoguinazolinone (thione)
derivatives of the present invention are excellent pest

controllers as compared with conventional ones.
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[Title of Document] Abstract %_’

[Abstract]
[Solving Means]

A pest controller containing, as the active
ingredient, a substituted aminoquinazolinone (thione)
derivative or salt thereof represented by the general
formula (I):

[Formula 1]

Xn
~L4-R,y
N (I)
N’J\Y
|
R

[wherein R is H, OH, a formyl group, a (halo) (C,s)alkyl
group, a hydroxy(C, )alkyl group, a (C,)alkenyl group,
2 (substituted) amino(C,,)alkyl group, a (substituted)
aminocarbonyl group, a (substituted) phenyl (C,;)alkyl
group, a (substituted) phenyl (C,.,)alkynyl (C,.,}alkyl
group, 1,3-dioxolan-2-yl-(C,,)alkyl group, a
phtahlimido(C,_;)alkyl group and the like; R, is a 5 to 6
membered heterocyclic group having 1 to 3 hetero atoms
selected from the group consisting of O, S and N; Y is
O or S; Z 1s a group of the formula -N=C(R,)- or -N(R;)-
CH(R,)- (wherein each one of R, and R, is a hydrogen
atom, a (C,;)alkyl group or the like); X is Br, I, OH,
CN, a (C,¢)alkyl group, a (C,,)alkenyl group, a

(substituted) aminocarbonyl group, a (substituted)



OO

Y
Br53

phenyloxy group or the like; n is an integer of 0 to
4q].
[Effect]

Said substituted aminoquinazolinone
derivative or salt thereof possesses excellent
insecticidal effects at low dosage against greenhouse
whitefly (Irjialeurodes vaporariorum) and the like to
which conventional compounds having similar chemical
structures do not show the desired insecticidal
effects.

[Selected Drawing] None
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N YHNR=NE, EROFYHNRZL € C) PAXNE, (C;C)7
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TR PAXNFAEXRND (CC 7 V¥ LFAENSBIRENS 1 ~50D
EREERLCHTIRRI =N (CCITPNENE. T2 NANKRZ V&
« A-XRRZ->THRL. NOFYRF, —bnXk Y78 CCIT7N
*/VE& N (C-CTAXNVE, (CCI7Na%vE Na (C,C)7Nna
¥k CCTPAFLFAEXBEND (C-Cr) PAHLF B SBREN
S1~5HOMREER LA TIRRI = NVINKo-NVE, Tz NTFAE
» A-XRR2oTHRL. NaFYRF, =rok ¥7)% C-C7N
¥ no CCITAFLE. (CCH7LIFVE NI (C;C) 7N
FUEk, (CCITNENFARIENT (C,Cr) PAFAF D SB/REH
S1~5MAPEREERLLEISRR T LF AR Tz VALK VE
+ AI—XRRAZ->THRL. NS YRTF, —bok ¥7)% (CCI7N
V& N0 CCI7A*VE, (CC7raxvE NnD (C,CIPNT
*vk. (CCIPNENFAEIRND (CC)) PAENFAEDSLMRT D
S1~5HOMARERECHTIMR Tz NVANK-NVE, Tx= (CC
g T NENANKZNE, H—XRRR>THR. NV YRF. = bodk
V7% CCTA¥NE, Nu(CCg) Pk (CC)7haxy
% nO CCI7NIXVE. (CC) PAFAFAEXRINT (C;-C) TN
¥LFAENPSBRENE 1 ~5HORREERECEHTSRRT=—N (CC
QT NVENANKENE, 7= NAXYHNVR=NE, H—XER2oTHR
< NaFYRF, —buk Y7IE. CCTARNE NO (CC-)7
rELNE, CC)7NaxvE nu (CCI7NaXVE (C-C) 7%
NFAEXRND C-CPNFNFAEDSARENS 1 ~5HORMREER
ELETESMRT 2 NVAFYANR-NVE, TRy C-C)7V¥N
. A—XRR2>THRL, Na¥YRF, —boXk Y78 (CCG)7
NENE, N G TENE. (CC)7raxyik . .na (CCITN
¥ VR, (CCPNENFAEIRINT (CCx) PAFNFAEDHMHE
h1~5HMORMREEMECHTEMRT = VAR Y (C;C) 7 NFNE,
7z Cu L) 7NV, A—XRALZ>THRL, Na¥YRF, = b
nk v7/X. (CCl7N¥E no (C-C7A¥NEk (CGCI7N
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ax V% No CCl7raxvE (CC)TPARLFAE, NO (C;Cp)
PRENFAERR CCIPAF LY IX%LENLRARENS 1 ~5HOR
REEREEATET == (C-Ce)TAr =V, 7=l (CC)TAH=
NE, A—XRRAZ->THRL, NoFYRF. —bok ¥7/% (€ Cp)

- PAELE. MO CCITPLELE. (CC)TAIXVE. NO (CCpT

nakvk, CC)7NENFAE. NO CCH7NELFAEXL (CC
DT NEVYIXRVENLBRENS 1 ~SHAOMREER LICH TSN
=W (CuCITNE=NE, T2l (CuCITPFE=N (CCl)7N¥NE
A XRR2-THRL. NaOFYRF, = bok. Y7)K (CCI7N
¥ na CCI7AFNE (CC7raxvEk no (CC) 7N
*¥v%k. (CCPA¥NFAE. NO CC)PAFAFAERXRL (C,Cp)7
MEVYIXXRVEDOSBRENS 1 ~SHORREERLICETSRRT ==
W CoC)7AE=N CCI7NENLE. 1, S—IAXYSY—2~4] (
CiCa) PAXNERRTENA I F (CC) PAFNEERT.

R; BA—XRRA2-oTHRL. BRKF, BRETFIXRERKT»58RS
h 1~3HOAFORFEETE5~C NWRMEERL. KURMEITA—
XBR2oTHRL. NS YRF. Y7 % CC7A¥NE. no (C
<) TARNLEXR C;C7ANaAXVENLBIREINS 1 ~SHOMRBEH
¥ ZlHTE. WRREHOMMNTEIN A3y FRERTZLHTES.

Y RBRRTF XM TFERL. ZR

-N=C (nz)—

(A, Ry BRARRF. (C;Co)7AxnEXRND (C-C) 7 N¥NEE
=¥, ) Xik

N (Rg)-CH(R;)-

(R, R, RMEIKATL L. Ry BARKT. (CC)TA¥AE. KN

0

N/
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INE CCIPNFNANKRNEXRINT (C;CIPNRNHNRZNE
&ERT. ) |

ERL. XEA—XRR2->THRL. KT, SURKRT. A%, ©7)
. CCI7r¥AR NOC<C ) 7LFENE  (CoCT7NT=E, N
O (CuCe) PAMr=AE. CoCT7Ax=NE CCH7NIXVE. N
C,C)7haxv&. (CC7NE¥NFAE. NO CCIPNFNFAE
. CCPNENANT 4 =NE, NO CCFPNFNANT L= VE. (
CiCg) PR NANEK= Vi, NO (C;Cr) 7 VFENANKNE, ANKRFY
&, CCPRNIAXTHNR-NE. 73 )ANR=LE BH—-XiERER-
THRL. (C;CPLENE. (CoCo) 7T = NEXIE (Co-C) PF=N
EZHPSBRINE 1 ~2WOBMREEHTOSMRT I ) ANVE-LVE, HNRX
¥ (CCIPARNE. (CCAPAIARYHVRZN CCITNXNE. 7
IIHNKR=N (CC)7AM¥NE. H—XERE>THEL. (€T 7%
Nk, (CuCe) PN = NEXR CoC) PHF=NEDPSRRINS 1~20
ORMRBEHTSWMRT I ) ANVKRZN CCI7NFLE. ANV BRE. A
WEIRIATNE, ERRFLLC (C-C7AXNVE CoC)T7hr=pk
X (CuC PR NEEHTEANKIBPS KR, (C;CIPNIFYR
NRZE. H—XRER>THRL. CC)7uxMk. (CoCg) 7=
NEXR CoCPAHE=NELPLBRENS 1 ~2AORREEE T SRAT
RIANVK=NE, 7=k, A—XRAZ->THRL. NaSURF. = b
nik. ¥7)% (C;C7PA¥nE. no (CCI7NM¥NE (CC) 7N
axv¥. no CCI7NIAFXVE. (C-CIFLFNFAEIRNT (C,~C
G TNENFAE, CCI7NaAXVYANMR=NE, A—XRR2>THRL
. CCTARNE. (CCr)7 = NEXR (C—C) P hF= N BM
RENS1~2@HOEREERTSMAT S J AVK=NEISBREINS 1~
SHORBREER LA TOSRMMT V&, 7= (CCI7 ¥ NE W
—~XRR2oTHRL. NOFYRF. —hok. ¥PIE. (CC)TEN
E no (CCI7rxrE. C,C7raxiE ND (C,CI7NIaFXy
£ (CCITPARNFAEXRNT (C;C)PAFNFAELOBRENS 1

4S
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~SHOBREERECHTEMRT =N (CC)PLFNE. T ¥
VEXBA-FLLRR2>THAL. NaSfYRTF. bk Y77%, (
C,Ce) 7TA¥N%E NO CC)7L¥NE (CCr)7NaxE Nno (G
C7raxvEk (CC)PNENFAEXIIND (CCTNHNTF X Xd
HB/REND 1 ~5HOERARERELA TSI 72V EERL. niRO
~4 DEHERT. ]

TRINSER7I/FFVVIY (F4Y) BEAIL T EORM.

(MRH2] RIKRETF. kVINE (C,C)7L¥LE ND (C
€7 x N CoC)TNT=NEk. (CaC)PAR=NE. (CCTN
IxvEk. no CCIT7NIFRVE (CCIT7AIAXRY (CCl)7MFNE
. L TAARY CCITPNIAFY (CCIPAFNE. (CC7 A%
VXK. N CCTAENFAR TI) (CC)PAENE. AH—XiX
R2oTHRL. CC)7 ¥k N (C,C7Asnk (C,CTN
FoNEXR CoC 7N NESPSBREND 1 ~2HORREENT N
R73) (CCIPAXNE V7)) CC)TNENE (CC) 7 N¥NE
AR CCITNIAFIHNVKNE. EFRRIHIAVRZL (C-Cg)
TAxNE. CCITNIAFRVHNRZN CCITAFNE, (CgCr) vy
O7V¥L (CCITPAN¥NE, T (CCl) PAXNE. H—XRRRo
THRL Na¥UYRF. —boXk Y74 (CC)7AxA& NHo (G
Cg) TARLE, (C,-C)7haxvE ND (C-CT7TraxvE (CCp)
TAXNFEEXRND C,C)PAX¥NFAELGBREINS 1 ~ 5 AR
EERLEFTOIRRTI == C;C)7NV¥NE Fx=NVANVK=NE B
~XBRBoTHRL,. NOSYRF, =bok Y78 CC)7r¥N
%. no (CC7AxNE CC7NraxsE ni CC7Ara%y
. CC)T7ARNFAEIRIND CC)TAFAFAENSBRENS 1
~SHORREERECHTIRR T <=V HNVR-NVE, 7= VF4E. H
—XRR2oTHRL. NOFYRF, — ok Y7)% (CC7A%N
& no CCITAXRLE. (CCa7NIRVE ND (CC)T7AIXY
& CCIPAFNFAEIEND C;C)PLENFAENOBRENS 1

s
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~S5EHOBMREERLEHTEIMR T NVFAE. 7= (CCe) P NIr=
NVE, A—-XRBRE2sTHRL. Na¥FYRF, —bnk Y74 (CCp)
TR LVE ND C-CTNXNE. (C-C7NaxvR no (CC7
Nk, € CH7NFLFFE NO (CC)TAFLFARXIZ (C;C
PTNEVYIAELEDOBRENS 1 ~S5HOMBEER LHT SRR
=N CuC 7=k 7=l CC)PNF=NEXRH—HLLR
Riz->THRL. NOFYKTE. —bok ¥7/)8 CCIPL¥LE N
0 (C;CPA¥AE. (C;C)PNa%v¥ no (CC)Praxvk. (
CCe) PAFNFAE. NO CCI7NFNFAERR (C,CHPNF VY
8 ¥V EPSBRIND 1 ~SHOBMBEERECH TSR T == (C,C,)
- TPARSN CCTAFNEERL. R; FA—XRBR2oTHAL. BRK
F. BREFXRERRFHIOBRENS 1 ~3HDOATORFERHTE5~6
RURREERL. BURRERA—XZR2>THRL, NaS'YRF. 7
% CC7¥nE¥ Na CC)7AHNVEXR (CC)7haxvE
POBRENS 1 ~5HOBREEHE TS ZLHTE, WRARTOBRKTR
N—FF3 Y FERERTILDHTEDS, YVARREFXIRRMTFERL, ZH

"“=C(R2)_
O
O i Ry BARRF. (CC)PVENERRND €,-C)TVENEE
R¥. ) Xkt

(A#H, Ry RAREFXR CC)7VENEERL. Ry RARKF. (
CCI PARLE, KLINE (€ CPAXNANKR=NEXEND (C,C
FTNELANVR=EERT, ) ERL. XPH-RiZR2->THRL. AR
KF¥. S9RRTF. KR (CC)7Nr¥AE. (C,C)7rr=rEk (G
g PA¥=/v¥&. no CCx)7N¥NHé (C-Co7raxv¥ no (G
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7B CCIPNFNFXE NT CCI7AFENFHE (
CCP7AFNANT 4 =Vl NO CCITPNENANT 4 =&, (CC
@ TNRNVANVK=E, N1 CC)PNENANKNVE, FVREy Vi
« CCHTNIAXVHANVKoNE, TI)ANKRoVE A—XRR2-TH
B<. CC7LMRNE. (CoCr) P AT = NEXIL (CoCo) 7%= Villidy
HB/RZND 1 ~28ORMREEH T SRR I ) ALVKoLVE. 7 VE,
A—XRR2-oTHRL. NaFYKF. —hok Y778 (CC)7¥
ni#&. no CCIT7L¥VE (CC7NMIXVE Na (CCl7rax
V&, CCP7NFENFAEXRIND (C,C)PLFANTFAENPSBREING
1~S5HORBREERLECHTIRRAT = AE. 7= (C;C)7A¥N3k
» A—-XRR2->THEL. NaFYRF. —buk Y7)E C;C7N
¥V No C-C)7NENE. (C-C)PAaxVE. ND (C-Cg)7va
*VE. CCITAFLFAEBXRNT (€Cg) PVENFABHLBARED
S1~SHOEREERLELTIEMI ==V (C;CaITAFNLE, 7=
AXVEXIA-BHLLRRE>THRL, NaSfYRTF. —hnk 7/ %
v GC7ARNE ND (CCIPNFNE. (C-Cl7Aaxv# MO
C;Ce)7raxv. (CC)7NENFAEIRNTD (CC) P VFNFA
EPLBREHI 1 ~5AOERBEER KN TIRR T VA XV EERL
» DNO0~4 DENERTHRIA L ERORRT7I /) XFVVIY (FAV) B
Wk X i DR,

[(MRHS] RIKREF. ZLINE (CC)7N*NE N1 (C
T PA¥LE CoCIPNT=NE () C)TAR=NE. (C,;Cr) 7N
FNFAE NO CCPNENFEE. CC)PAFNANKR=NE, (
CiCed7NaARYANKRNE, CCTNIAFIHNR=N (C,Cl) 7%
NE, 7= NVANVR=LE A—XRA2->THRL. Na¥FYRF. = b0
X V7% (CC)PA¥NE. ND (CCTAF¥NE. (C-Cg) 7N
¥V& no (CC7Naxik (CCI7ARNFAEIRNT (C;-Cp)
TARNFEIEPLBRENS 1 ~5HORREER LA TSMRT =V A
NR=NE, Tz=N (CoC) PN =Nk, H—XRRZ->THRL, N ¥

"y
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YKF, —buk Y78 (CC)7A¥NE NnO (C-Cg) 7 V¥ N,
CC7NMaxvE Nno CCIPNaXVE (C-Cr) 7 N¥NTFAE,
na (C-CPLENFAHENL (C-CIPAF VY IAFVEDSRRELS
1~5EORREERECATIRRT ==L (C,CIP M=Vl Tx=N
CoC 7N NEXRA—HBLLRR2>THAL. "oV YT, —bO
X 7% CCI7AXNE nDO (CC)7A¥LE  (CC) 7N
¥V& na CCI7raxvE CCIPAXNFAE nD (C,;Cr)7
MENFAEXR CCIPNFVYITXRIEDOBRENE 1 ~5HORN
EERLEAFTIRMT =)V (CCI7 ¥V (C-Co) PAFNEERL,

@ R REUYINLEERL. YHRRETFXIRRRFERL. ZH

NeC(Ry)-

(R, Ry BARNF. (C;C)7AFNEXE. N1 (C,-Co) 7 LNk
ERY. ) X

N (Rg)~CH(R,)-

O @ Ry BARKFEXR C,C)7A¥VEERL. Rg RARRTXR
Q  ep7rsress. ) &Rl XEH-XBR2-THAL. ARKE
« BUYRRT. kRE. C,CI7A¥NE (CuC)7Ar=)Vik. (Cy-Cp
TARZE N CC 7Nk (CC)7AaxvE nn (C-Gy)
P& N0 CCIPAENTFAE, N CC)7NRNRNT 4=
NE. Nu CCIPNFNRNVK=VE, AVREYNVE. (C-C)7haX
YANRZNE TI)ANVK=NVE A—XBR2>THRL. (CC7N
*LE (CoC)PAMT=NEXIR CC) P AX=NEDILBRENE 1~2
HBOEREEHTET7I ) ANR_NE, 7zl A—XBRR->THRL
NS VRF. Sbok V7% (CC)T7NMRNE N (CCTN
*LE CCI7raxvE NDO CCI7NIFVE. (CC)7AFN
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NENE, CC7NIXVE NO CCIT7NIAXVE. (€, C)PA¥
MFABEIXGND CCIPNENFAEPLBREND 1 ~5HOMMEER
EERTORMT == CCx)7AF K, Tz NA XV H—Xi2RR
>THRL. NN UYRF, =tk Y74 (CC)7rxnE No (
C;Ce) 75N (CCa7haxsi, no (CC7raxv¥ (CC
g TAXLFAEXRINT CCITPNENFAEPOBRENS 1 ~5HOR
RECMECH TSR I = VAXVE, 2 R0~4 ORBERTHURHA2E
ROWRT7 I/ ¥FVVI Y (F4Y) BEKXI OB,
[MRH4] —BK(I)
(2]

N
U
l

H

(A#, XRA—XRBAZ->TIAL, AMKTF. SURKTF, KR, ¥7
& (CC) 7N NaC<C ) 7TAXNE (CoCr) 7T =k,
na CC7nr=nik (C,C)7A¥=NE&. (CCH7NIXE. N
o C,C7raxvEk (CC)7NENTFAE N CCIT7NFEALFA
X, CCI7PNENANT 4 =¥ NO (C-CTNFNANT 4 ZVE,
(C;C P AXNANK=NE. NO (CCe) PAFRNAMR=NE. HrlF
YNE. CCITNIRVANKR=NE. 7I)ANVKNE, A—XER2
o>THRL. € COT7A*NE. (CuCg) PAF=AEXR (CpCp) FNF=
NEPORRENS 1~ 2HORRBERTSRRT I ) AR LVE, AR
F¥ CCITAXNE (CCITNIAXYHANK=L (CC) PV ENE.
TIIANRZN CCl)TNHNE, H—XRR2->THRL. CCI7 N
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¥LE, CoCTAT=NEXR (CC)7NFNELSBIRSNE 1~2
BOBRRELETIBRTI)ANE=N (CC7 AR NE ANKIRE.
ANVHKRIXTVE SRETLEL C-COTPL¥LE (CTC)TPANT=N
EXR CoC) 7NF=NEERTEANKYRT? S FE. 7=k, H—X
REZ2oTHRL. "Y' YEF. —bok. ¥7/% CC)PL¥VE,
na CCI7N¥NE, C,CI7raxyE NO C-CI7NaXE
(C;Cg) PAHNFAEXENT (C-C) TAFNFAEDSLBRENS 1~5
HORREER ECHTOIEMT7 == V&, 7= CC)7 ¥ H—
XRRA2oTHRL. NOFYRF, —bukk Y778 CC)7rxrk
« Na (GG TARLE. (CC)7haxvEk NT (CCIT7AIXIE
v G TAFNLFAEXRND (C;Cr) P LEAF RS LRRENG 1~
SHEOMREEBMECHISMRTI == C;CHTAFNE. Tz AAFY
X H—-XRZ2oTHRL. NOFVERF, =hok V7% (CC)7
NENE. Na (CCr)7A¥ L. (C,Co)F7AaxTE& no (C-C7N
X vk (C;Ce) PAXANFAEXRND (CC)) PNHFNFAEDSRIRE
h 1~5HOEREEMELHTOIRAT7 A FVE, nik0~4 OBE
ERL. YREREFXREREFERT. ) TRENSLEAW.

(MRFHE] MRHLBHESOWThHA—HNEROERATI ) XFVY)
¥ (FAY) BBAXREORMENYRDPLLTRETIZLERRLT A
WEMR5 IR,

[MRHE] MWMRH1BESOWThI—REROERTI ) *FVY)
¥ (FAY) RREXREOERL, 1BRX2HMUALOTOMDORMERDR
DELUTAFRT ST L ERME T I AW RER.

(MRH7] FHEEWEHRTSEHCTHRR] HES OWThir—LR
ROWRT7I)XFVV )Y (F4Y) BEGEXBEORREEURD LT 5H
WEMGBRROHWE BT S Z L N T 5 HWEWIBI L.
(REOHM2HRH]

[0001]
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[0002]
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NRMNB—32523 9 BARKTI ) FFVVU ) VRN REWE RN
LUTHHTHOIZLAWRENT WS,
[0008]
[REAMBRL &> &5 BE) _
é? ARFHA S RFHLNEEWHBRENET LMEFRERDELER. XT
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NME8—-32523 9 5ARNKEROKENCHRENTWS{LESLHERT,
EXETHSHU LOBRED Y. BICREESHCMEL 250) Y5 IHCH
T FHARBUBRERTEEABL. ARPEXRZTEELOTHS.
ARFAD—MR() TREILERRTIIFFVVIY (FAY) BBKIE
FOUBMB VSN ERET S LD OLMKLAHTHS—BR (1) THRIN
EAWRFRLANTLY. —BA() TRANSERTIIFFVY IV (
FAY) BEEAXRTOEREFWRD & T 55 M EWBRMNILEEROWMNIC
O RT. #BEHCH LU TERRTENLERIDREHTESLOTHS.
QO [0004]
' (M EMNT 5 EDOER]
ARFAE, RROBMUMICHBL T LY ERETHRIEL. HOBHAA
I hSLOBXRENERNMEREIRLTI)FFVY ) VRREICOWTHE
WRERDERR. 7V ) URCARKT. S-REF. N—TAFu7n
¥V N—TNAUTPANIARVESEHTEFRLT I 5V J Y RMEk
¥, HWEGHRNE UTEDTENEEGEEHTELERWELEDOTH
S,
[0005)]
T2bb. AREIZ—BA 1)
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A
(R, RRARET. AME. kLI (CC ) 7L¥NE ND (C
7 VENE EFOXY (CC)7h¥NE. (C,CIPAT=LE (C,
C7NVR_NE, (C,C)PNIXVE ND (C,C7Lax¥. (C,Cg
8 ) PAARY CCPAFAE. (CC7AaRY (CCHPNaA%y (C
CHT7NXENE. (CCTNFENTAE. Nu CC)PMFLFAE. (C
Cg) TNENANT 4 =&, (CC)PNENANK=NE. (C-C)7PN*
MFR (C-C TA¥NE. H—XRRZ>THRWY (G PAIFY (C,
CPT7NXNE. 73 (CCo7A¥NE A—XRR2R>THRL,
[00086]
(C;-Cg) PA¥NE. NT (C;CPA¥LE. (CuCo) 7 AF=NEXE (G,
COTNE=NEDSBAENE 1~ 2HORREERTSHMRT I (C;-Cp)
TPAE¥NE, ¥7) CCTARNE. (CCTA¥NMANVK=LE. (C,
O C7raxyanR=pk. EFaEyIrE=L CC)PLELE (C
O cprrazvani=r ©C)7r*1E. 73 AVR= V. H—XiX
| RZoTHRL. CCYTNF¥NE. (CyCp 7 Mr=NEXR (CyC)T N
¥ ANENSBRIND 1 ~2HOBMREEHTSBRT I ) INVK=NVE, (
CyCe) ¥ P UTAFN (CCHPAFNE. Tx=N (CCHTAFLE, H—
XERZoTHRL. NOFYRE. =tnk. v7 )% (€ C7A¥LE
» N (CC) 7N (CC)7Nadvk N CCI7NMaxvi
. CCITAFNFAEXRNAD (C;C) TP VELFA BN OBRENSD L~
SHOMMEEMELETIERTI =N (C;C)PNFNE Tz VAR
ZNE, B—XRRZ-THRL. NDYFYRF, —bok, v7)% (€<
g TVENE. "1 CC)7AxNE, (C-CT7NaxE N (C-Cg)
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FraXvk. (€ C)PAFNFABIRND (C;C) PAFNFAENSH i
RENS1~S5AOMRRER LA TSRRT == VA NVRZVE.
[0007]
ZxZAFAE A—XRRAR>TIRL. Na¥YRF, —hok Y7)%
« CC)7A¥AE. nO CCITAEAE. (CC7AIaFTE MO
(C,CeI7LIX V& (CCITAXNLFAEXRND (C,C) PAFNFA
EPSBREND 1 ~5HOBAELERECH T OER 72— VF AR, 7=
NWANVKR= K, H—-XBR2>THRL, NaFYRF. bk ¥7)%
« GG T7AXNE N CC)7AENE (C,CIPLI%VE N
CCI7rax vk CC))7A¥LFAEIRNT (C-C)TPLFLFR
EDSBREND 1 ~5HOBRAEERECHTIRRT 2 NV ANVKZ NV,
7zl CC P NRNANEK=NE, B—XRRZ2-THRL. Nas YR
F. =hoXk. Y7IE CCT7NEAE N(CC) TAFLE (C
CT7NaAXVE NO (CCT7NaAXE (C-Cr)7AXRNFAEXRIN
O (CCe) 7N NFAEDLBREINE | ~5 HORAKEREICH T SHM
7=l (CCIPNRNANKZNE. 7x=AAF P ANKZLE,
[0008]
H—XRR2-THRL. NS YRF, —bok Y78 CCI7A*
N o CCITNENE, (CCa)7Nha¥TE N1 (C-CT7NI*
vk, C,C7NENFAEXREND (C-Co) PLR¥NFAEDSBREND
1~5MOBREERELHTIRRT 2 VXXV INVRNE, Tz Nd
¥Y CCI7AFNE H—XRR2oTHRL, NaFYRF. =bodk
v7I%. CCIPAENE Na (CCT7A¥NE. (CC7NaARy
% no (CC7raxVE.  (CC)T7NMFAFAEXRINT (C,CF N
¥UFTEPSBREND 1 ~SHOBAREREEFTOIRR T ==V Y
(C,CHPN¥NE. 72N (CuCg) TAT =Nk, H—XRRRoTHRL
s NRYFVRF. ZboX V7R (CC)TAFNE ND (CCTPN
¥k CCI7raxsyE No CCI7PLaxvE CCITAFN
FAE. N2 CCITPNFNFAERXR C;CIPAFVYITRIENIOR
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REnd 1 ~5HOMREERELH TS 7N (C)-Cg) 7 My = Vil

[00089]
7zl CoC)7NF =Vl A—XRR2->THRL,. NaSYRF. = b
nX, V7% (CC7A¥NE. NO CCITNENE. (CCT N
a¥YE ND (CC)TNAFVE. (CCITAF¥AFAE NE (CC)
FPAEALFAEBXE CCIPAFVYIXTFVEDOBRENS 1 ~5HOM
REERLEHTSMRT= =N CCHTA¥=N¥. 7NV (CCT N
¥=l CCI7N¥NE A—XRRE->THAL. NOFYRF, = bhok
. UPIE G C)PAELE. N (CCITARNE. (C;C)PAIR
V. na CC7NaxvE. (CC)TAXAFAE NO (CCIT7N
FNFAEXR C;C)TAFVY I EVEPOR/RENS 1 ~ 5 HORRE
EMECHTEMMT = (CCIPAFN (CC)PA¥LE. 1, 3—
VARYIY—2—4AN C;C)PAFNERRTINAIF CCTNEN
EERT.

[0010]

R; RA—XRAZ-THRL. RRETF. MRETXSERETH 5B
hd1~3HDATFORTFELH TS5~ 6 RWKRRMEERL. HYRREETH—
XRR2->THRL NS YRF. Y7 )X, (C-C)7N¥AE. N (C
CH7NENEXR CCI7NIAXVEHLBRENS 1 ~5HOMMREES
T ZLPTE. WRRETORRRFUN-FIF Y FEERTILDHTES,

YRERETFXRHREFERL. ZR

-Nﬂ(nz)_
(Rh, R, HAMEZE. (C,Cp) PAXAEIEND (C;C) 7 V¥ Nk
my. ) Xk

[0011]

JbA
Yty
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(X, R, RWEEMUL L. Ry BARRE. (C,C)7V¥NE TN
INE. CCITPAFNANRoNEXRND C,CIT7NENBNVRNE
7
ERU. XRA-XBR2>THRL. REF. IVRKT. KBRE. ¥7)
% CCI7NFNE Na(CC ) 7FENE CoOl) 7T =LA N
O (CuCe) 7N =Nl CC)7AhF=NE. (C,-C)7NI¥UE ND
C,Cg) PRk (C;Co7AFALFAE N CC)PAFNFAE
v CCHPNRNANT 4 =N NO (GCIPAMENANT 4= vk, (
Cy;~Cg) 7 ARV A MK Vi, Nu (C;Cg) PE MR VK=V,

[0012)
ANVKEINVE, (CCT7NIAXVHNR=NE 7)) HANVEZNE H—
XBR2>THRL. (CCTPNFNE (CyCg) PN =LEXiL (C;-Cp)
PAXZNEDEBIRENS 1 ~2HORREEHTSERT I ) HR= vk
« AVKREY (CCPAFAE. (C;CPAIAXYINK=N (C;Cx) PN
¥N&. PIIANVKZL (C;C PAFNE. M—XBR2-THEL. (C)
CE) PAENE. (CoCr) PAT=NEXR (CoCe) P X NEMH HRRA N,
S1~2MOMREEHTSERT I ) ANK=N (CC)7AXNE. ANk
YRE ANVKZRIXTNE, BREFLEC C-C)7A¥NE. (C,Cp)7
W= EXR CoCl) 7R NEEHTEANVKOMT I FE. (C;Cp)7
NIAXYRNKRZNVE, A—XBR2oTHRL. (C;C7 ¥ L% (C,-C
g TN = NEXR CyC) 7 NH—NEHSBRENS 1 ~2HDBRKEH
T ERTI)ZANKNE, Tz vE A-XRRE->THRL. n"ab'Yy
R¥. =bnkk Y778 (CC)7LENE. N (C-Co) P NFIE,

[0013]
C,Ce)7La¥ V¥ N1 (C;CPLAXVE. (CCPAFNFAEX
Bna CCIPAENFAE. (CCI7NIAFXVANKRZNE, W—XRRR
2oTHRL. (CCIPN¥VE. CoC) P M= NERIE (CoC) 7 V¥
SNEPLBRENS 1~ 2HORREEHTSERT I ) ANKNEISAR

4H
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REND1~5S5HOMREER EIHTSRRT 2= VE. 7x=N (C,C)7
NENE A—XRR2->THRL. No¥FYRF. ok Y778 (C
T 7¥ ¥ Nu CCIPA¥NE. (C-CT7haxv¥ nu (C,C
QT NIAXVE. (€, CHPNFANFAEXBIND (CC)PAENFAELS
BREOLS 1 ~5HOBREERMLELATIRRT ==V (C,Cl) P V¥ IVE,
Tz NMAFVEXRA-FULRR2->THRL, NS YRF. = b,
¥7)% (CC7AF¥NE " CCIPNFIE (CCT7NIRY
. no CCI7NIFLE CCIPNENFIEIRNT (CCIT7N
¥NFAEDPSBREINS 1 ~5HORREER LLHTI Tz VA X VEE
AU, nRO~40BHERT. ]
TRINIWMRTIVFFVY )Y (FFY) BEEXTTORE. WTKKR
BUX R ETOEMERPRL L LTRE T SHANEWGBAR T EORATE
KET35DTHS.
[0014])
X. ARHEWEBBAEO PRKLEWTHS—RA (1)
(fE4]

an
|

H

(A, XEH—XZR2->THRL. SUKTF. IVRRT. XRE. 7
%, (CCIHPAF¥NE NAEC~C) 7*NE (CuCg) 7Nk
Nna (GCPATr=Nik. CoC)7NhF=NE CCTANIFIE N
0 (C,Ca7haxvik. (CC7N¥NFAE. N CC)7AFNF
. CCITPAEXNANT 4 =Vl NO CCPNEXNANT 4 = VK,
C,C PAENANEKNE. N (C-C) P NENANRZNE,

[0015]

ANVEEF O NVE CCIPNIAFVHNK= R, 7R ) ANR= L, H—
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XiER2o TR, CCI7NMENE, (CuCg) PAI = NMEXR (C~Cg)
PAENEPLBIREZND 1 ~2HORREERFTIERT I ) ANVR= VK
. ANREY (CC)PNFNE  (CCT7NIAXRTHNVR=N (C,C) 7N
¥l TIIANVK=N CC)7 ¥ NE A—XRR2>THRL. (G
€T AENE, (CoC) PN = NEXIL (CyCe) 7 MF—NENSBIREN
51~2@0EMREEHTIBRT I ) INR=L (CC)7N¥NE. ANK

Y. AVEVMIXFNE. SRRFEC CC)PAENE. (G 7.

Nr— kX2 CoCr)PAEX_NEBERHTERNKYRT I FE, 7=V
+ A-XRR2-THRL. NuFUYKRF, =bok Y78 (CC) 7N
*NE N C,CI7nxNEk (CC)7AakvE N1 (CC7PLa
*vk CC)PAXNFABXRIND (CCPVEAFXENBREH
51~5MOMREERELHTSERT ==V,
[0018]
7zl CCITAFNE. A-XBR2oTHRL NaYFYRF. = o
X VP& (CC)7Ar*¥nEk nD (CCT7A¥NE (CC)TAI
¥V&. no C-C7NaxvE (CCI7NFLFXEXENT (C;Cp)
TAELFAEDOBIREANS 1 ~SHORREERMECHFTIMR 7N (
CiCI7NHENE Tz X E A—XRAZ>THRL. NS IRF
. =hnk Y7 R (CCITNE¥NE. NO (GCHTAENE. (C;C
pT VIR N1 CCTNaFvEk (€ C)PA¥NFAEXIND
C;CIPNENFAELOBIRENE 1 ~5MORREERLEHFTSRNT
T NVAFRVE nRO~4OBHERL. YRERKFXIERKFERT.
)
TRAINSTEAWCH IS LOTHS.
{0017)
(RHOKEDIEM]

ARFAO—BA(]) TRINSERTI)FTVY )Y (F4Y) BREXR
FORBCEIIARREDEET. THAOFYETFI ERERKT. ARKT
« SUYRRFXRTyRKTERL. AR IC~Cp) LRIERNTEL~12
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ERU. T(C<Cp)7 %Nl &R BRKTFHL~1 2 0OEARIZLER
D7 NENEERL. M. AFN TFN. n—-TOEN, i—-TDENL,
n—FFN, i—TFN. s=TFh t=TFN o—RUFN. n—FY
N n—ATFN. n—FIFN. n—J)ZN. o —FYN. n—FVFYN,
n=RFINEDOTAENBEBERL. TNT(CC ) 7AFNEL LRA—-XR
RioTHAL, 1B EONOS Y RTFTRRZOEERETFE1~1 0 DMK
RIXZIDEROT7NVENEERL, AXEDN)ZLFOAFNVE, RVETNE
OIFNE AFTEFAOTOELERYERL. [ (C-C) 7N =/v¥)
RICED2EBEAERTINRETE2 ~ 6 ORRRXBIBROT7 VT =
NEERL, ThD (C,Cr) 7 A7 =¥y LIRA—XER2>THRL, L
Eonul Y RFTCRRZNERRKTE2 ~ 6 ORBERAIFBRO7 AV =
NEERU. T (CuC) 7 V¥ =¥ LIk 15LED S REAEH T 5HMNT
B2~ 6 DEBRXABDIBEROT7 AR NVEERL.
[0018])

FND(CeCy) PA¥F=NE) ERA—XRRE->THRL. 1REDONDNY
BHFTURMEhENRETFR 2~ 6 OERRIXBOBERO7 V¥ = VB ERL.
TA—XRR2->THARL. BREF. BRAT-XISARKTFXRIERKFL»5
BRENS 1UEDATFORFEHTE5~6 RMRMI Lk, AXT TS5,
FEA7z, EOo—n, AFYY—-N, F7V-N, ESYV—N, £IHY—-N
.1, 2, 8=F7IPY—-M. 1, 2, 4=FPVPYV-N. 1, 2, 5—F
?PIPI—-N. 1, 38, 4—FPVPYV—-N 1, 2, 4—RNUYTPYV—N, EV
Vv, BYHTY, EYI VY, ¥ESTYY, EnUPy, EXRV I, ETAKY
Y FAENKY Y, SFAS5Y, VFTV, ERSYY, IXAXVYFY, 413
HJYIYXRFISEFR 75805~ 6 RURRMERTIOLT B,

[0019]

—RBR(]) TRELSERT7IIFTVVIY (FFY) BEKTHFELWER
MEL UTR. RFARMT. SAINVE (C,C)T7N¥NE (C,CHFPN
F=p. CoCl)7N¥_NE&. (CCPAX¥NANVRZNE, (C-C)7
NaxvpnR-_plk, CCI7NM¥NFEE no CCI7LFNFAE
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s TXZNANVRNVE, BRT = VANRZVE, BRT ==V (C-Cg)7
Nk, BRIV CoCr) 7Ny NEXRRRT = (CCr) 7 V¥
ZNETHY. Ry FEUILE. BK3I-EVIIETHY. YRERKTFX
HERMTFTHY. ZR

~N(Rg)~CH(Ry)-

THY. Ry BURg RARKFXE C;C)7ANFNETHY. XIZAMKF
« SURKRF. o C-CT7ARNE CCINTOTLIFVE. (CCp)
Na7NELFAE. CCINTUTPANENANT 4 =Nk, (C-Clhu?h
XNVANKNEXR TNV ETHY, nilO~20BEBNFELY,

X. —~RA(]) TREINIER7IIFFVII)Y (F1V) BBEORLEL
TR, AAKER. . TRSOEREOMIC. FRUTAL, HZVTLSD7
NV SRRFORENARTIZLHTES.

[0020]
EZRHFO—RR(]) THRINSERT7IIFFVVIY (F4V) BEBEOH

TSN THZ—RA() TRILSEEWE. AT FTECRTEEHEC

SYRBTIZLANTED,
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— B (1) TREINSEAWENAE RSV VAL EREERROBETK
ERERBIZLKIYV—RAXN(I-)TRZNSTEAWERRTIZ TR,

ARRTHATESAEERML UTRARBORTEF ULLEHFL2VWHO
THHIRL. HATRAR ) =, TR ) =N, TON) =N, TR) -8
PAI-AVER. ryaoiriy, yooRihs. EEECERRSON TN ERE
KEHE. RV¥Y, by, ¥V VY, B 700XV EOHERBEMLK
RXE. 7Er=bUN, RV RMILVED=NINLVE. AFAMENIYNTED
ETNYNTR. VFNT—FN, FIS54h. IX3FYY, FPFEFuZ7S
YEDL—FANM. VAFNVERNVLTPIR, YAFALT7RIMPRIFR. 1, 8-Y
AFN—2—ALIHIYT ), 1-AFN—2-¢EDY F/ED7I M. ¥
AFNANKEY R, ZANVKT Y, KEOAEERBEMARTIZLHFTE, T
hoDOARBRERRIIRMTXRI 2 EERALTRHEIDIZ LN TES.,

[0022)

EAREREE~EATIAEERROBAROREATHARTATIRLS, ¥
U<S<REE~9 0CORETHS, AXBREENVRKBTHDSOT—RA(I)
TRINSTEAWRCHKE RSO/ HESTIHETARIANWS, wWThbho
FSHERMICHATOIZ L HTE, FELIRMKE FSIYVRERNICHE
TIDOHR . KERRE. KON KRHEESKIY—ELR2WSAEKD~4
SIFROENTHS.

ESHRTH. HHBERADERALORBERCIVAAL., SRR TENR
« 3425570 /57 44— THMRIBIZLELIYVHHPWERRTSZ
LHTRD.

— B (111) BRXhS{EAaWidCollect. Czech. Chea. Commn. (Vol. 55).
752 (1990) K-> THET S Z LN TES.
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2—-1. —RXVIII)-—@X(V])

—RA (VI TRZLSLAWEL—RA(VI]) TRINSEAWE ERELER
REUVBROBETEEBERDIZLICEY, ~BA()TRINSTLAWEN
BIBZLNTES.

ARG THHATROAEERR L UTRARIHEAEK 1 TAROARTEENK
ERATIZLNTE, ZhHOARFEERREIRMTRNE2MU LERALTH
BBz LNTRE. MELLTE. ARITER. RREORBROMBICHR.
REGPMAVZYANKREERBTIZ T2, toRERII—BA(VIIDTE
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RANSEAWCHLTO. 001 EE¥~10RE%ORHDENSBRAIC
BETHMIRW,
[0025]

EAEBRGENVEBRTHSOT—RANIITRENS{CAWRT—RA (VII
) TREANSEAWESELMATHERVWY, WThbOKRBH & RN E
THIZLHTES. KHRERER~EHTSABIERRORARONETHAY
FARRL, FELLREKE~90CORHATHS. KEHBREZ. KEHAR. K
REESK LY —ELEWEED~4 SBROERTHS.

ESRTH. HRERUVEBRPSHEHERL LARKTOIZ LKLV EN
WENB/TH TR s.

—RANIIDTRZADILEAWIHTRENTHIDOTHRL., ERRV X7
AMFEROZ POfER IS THRETEZ L HFTRB, X, Jaurnal of Chesica
| Society 1827,2375-8 BIROHELTIWB TR D,

[0026])

2—-2, —BANVD-—BA (V)

—RA(V)TRENS AW EREERROZETXRIAEETEEAN L K
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[4£7]

N
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H
[00383]
1R
1 | L 1 L
| No. | In I Y | W #® |
| i t I {
|1I-1 |  5-OH | 0 | K& I
([1I-2 | 6-0H | 0 | NEWw I
| II-8 | 7-0H | 0 | #Eiie I
| 114 | 8-0H | 0 | KW I
|11-6 |  5-Br | 0 | I
| 116 | 6-Br | 0 | H&W I
|1I-7 |  7-Br | 0 | I
| 118 |  &Br | 0 | I
|11-8 |  5-I | 0 | I
|11-10 | 6-I | 0 |[=.p.202.8-205.0 C |
|11-11 | 7-1 | 0 | I
j11-12 | 81 | 0 | |
| 1I-18 |  5-CFg | 0 | I
|11-14 |  6-CFg | 0 |[m=p.155-157.7C |
| 11-15 |  7-CFq | 0 | |
! ! | |
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[0034]

®1E (Re)

. . L a— .
| No. | Xn Y | & % I
I + — I
|11-16 |  8-CFq | o | |
| 11-17 | 5-CyFg | 0 | |
| 11-18 |  6-C,Fg | 0 |m.p.178.4-183.5 T |
| 11-18 | T7-C,Fg | o | |
| 11-20 | 8-C,Fg | o | I
| 11-21 |  5-i-CgF, | 0 | |
| 11-22 |  6-i-CgF, | 0 |m.p.147.6-148.5 T |
| 11-28 | 7-i-CgF, | 0 | |
| 11-24 |  8-1CgF, |1 0 | |
| 11-25 |  5-0-CgFiq | 0 | |
| 11-28 |  6-n-CgF)q | 0 | K& I
| 11-27 | 7-n-CgF;q | 0 | |
|11-28 |  8nCgFq | o | I
| 11-28 |  5-OCFg | 0 | |
| 11-80 |  6-0CF, | 0 |=.p.181.5-184.0 T |
| 11-81 |  7-OCFq | 0 | I
|11-82 |  8-0CF, 10 | |
|11-33 |  5-0CH;Ph | 0 | Mk !
|11-34 | 6-0CH,Ph | 0 | |
|11-35 | 7-0CBPh | 0 | |
| 11-36 |  8-O0CH,-Ph | 0 | Wik I
| 11-87 |  5-0CHF, | 0 | I
| 11-388 |  6-0CHF, | 0 | #*iky I
. . L !
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[0035]

w1k (E)

i 1 I ! 1
| No. | In Y | |
| I — I
| 11-88 |  7-OCHF, [ o | I
| 1140 |  8-OCHF, | o | |
| I1-41 |  5-5CFg | o | |
| 1142 |  6-SCF4 | 0 | I
| 1148 | 7-5CF, | 0 | |
| 11-44 |  8-SCFq | o | I
| 11-45 |  5§-5C,Fg | o | I
| 11-46 |  B-SC,F; | 0 | |
| 1147 |  7-SCoFs | 0 | |
| I1-48 |  8-SC,Fg |0 | I
| 1149 |  5-8-i-CoF, | 0 | |
| 1150 |  6-5-i-CgF, | O | |
| 1161 |  7-5-1CgF, | O | |
| 11-62 |  8-5-i-CgF, | O | |
| 11-58 |  5-S0CF4 [0 | |
| 11-64 |  6-50CFq | 0 | |
[11-55 |  7-50CFg | 0o | I
| 11-56 |  8-50CFg lo | |
| 11-57 |  5-S0,CFg | o | |
| 11-58 |  6-50,CFg | 0 | |
| 11-68 |  7-S0,CFg | 0 | |
| 1160 |  8~504CFg | 0 | |
| 1161 |  5~SOC,F; | o | |
. ! T )
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[003 8]
m1E ()
. ; T .
| No. | Xn Y | |
I I — I
| 11-62 | - B-S0C,Fg | 0 | |
| 1163 |  7-SOC,Fs | 0 | |
| 1164 |  8-S0C,Fg | 0 | I
| 1165 |  5-S0,C,Fg | 0 | |
[ 1168 |  6-50,CoF: | 0 | |
| 11-67 | 7-50,C,Fg | 0 | |
| 1168 |  8-50,C,Fs 1o | |
| 1168 |  550-1-CgF, | 0 | |
| 1170 |  8-S0-i-CgFy, | O | |
| 1I-71 | 7-S0~i-CgF, | O | I
| 1172 | 8-80-iCgF, | O | |
| 11-73 |  5-50,~iCgF, | O | I
| 11-74 |  6-50,~1-CgFy | O | I
| 11-75 |  7-S0,-iCgF, | O | |
| 11-76 |  8-50,-1-CqF; | O | |
| 1I-77 |  5-COOC,H. 1 o | |
| 11-78 |  6-COOC,H: | 0 | I
| 11-78 |  7-COOC,H | 0 | |
| 11-80 |  8-COOC,Hs | o | I
| 11-81 |  5-COOH | o | I
| 11-82 |  6-COOH | 0 | I
| 11-88 |  7-CooH | o | I
| 11-84 |  8-COOH | 0 | I
M .

L
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[0087)
1%k (x)
1 1 I I L
| No. | In Y | W & I
- I | I I
| 11-85 | 5-Ph | 0 | I
| 11-86 | 6-Ph | 0 | I
| 11-87 |  7-Ph | 0 | I
| 11-88 |  8-Ph | 0 | I
| 11-89 | 5-(pCl-Ph) | 0 | f
| 11-90 | 6~(pCl-Ph) | 0 | I
|11-81 | 7-(pCl-Ph) | 0 | I
| 11-82 | 8-(pCl-Ph) | O | |
| 11-83 |  5-0-Ph | 0 | I
| 11-84 |  6-0-Ph | 0 | I
{11-85 |  7-0-Ph | 0 | |
| 11-96 |  8-0-Ph | 0 | I
| 11-87 |  5-nC,Hy o | I
|11-88 |  6-n-C,H, o | |
| 11-98 |  7-a-C,Hg | 0 | |
| 11-100|  8-n-CHy | 0 | |
| 11-101|  5-OCF,CHFy, | 0 | |
| 11-102| = 6-OCF,CHFy | 0 |m.p.184.8 T |
| 1I-108|  7-OCP,CHF, | 0 | |
| 11-104|  8-OCF,CHFy | 0 | |
! ! |
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[0038) Thtso

BLATAULEAESWONMRT -4 EE2RICRT.
B2R

| No. | lE-MMR [DMSO-dg/THS, 5§ (ppe) ]

I L
I
]

L
| 1

|

I

| 11-1 | 4.36(2H,s), 4.65(2d,br), 6.20(1H,d), 6.34(1H,d), |
| | 6.89(1H,t), 98.12(1H,br), 9.62(1H,8). I
| 11-2 | 4.45(2H,s) 4.65(2H,s) 6.51-6.63(3H,s) 9.00(1H,s), |
| | 9.60(1H,brs). I
| 11-8 | 4.48(2H,s), 4.65(2H,s), 6.25-6.35(2H,n), 6.85(1H,d), |
| | 8.05(18,s), 9.83(1H,s) |
| 114 | 4.46(2H,s), 4.65(2H,s), 6.57(10,d), 6.64-6.74(2H,n), |
} | 7.85(18,d), 9.60(1H,brs). |
| 116 | 4.48(2H,s), 4.66(2H,s), 6.74(1H,m), 7.18(1H,m), |
| | 7.80(1H,n), 8.43(1H,s). |
|

I

I

l

I

I

I

I

I

I

I

| 11-18 | 4.56(2H,s), 4.70(2H,s), 6.95(1H,d), 7.40-7.50(2H,m=),
| | 8.83(1H,s).

| 11-26 | 4.56(2H,s), 4.70(2H,s), 6.84(1H,d), 7.43-7.48(2H,n),
I | 8.74(1H,s).

| 11-33 | 4.48(2H,s), 4.69(2E,s), 5.00(2H,s), 6.30(1H,d),

| | 6.45(10,d), 7.065(1H,t), 7.25-7.40(6H,n).

| 11-36 | 4.48(2H,s), 4.68(2H,s), 5.18(2H,s), 6.71(1H,d),

| | 6.82(18,t), 6.92(1H,d), 7.80-7.40(3H,m), 7.51(2H,d),
I | 8.18(14,s).

| 11-88 | 4.48(2H,s), 4.65(2H,s), 6.76-6.79(1H,d,J=8.7Hz),

[ | 6.85-7.00(2H,m), 6.80-7.30(1H,t,J=7.46), 9.37(1H,s).
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S,
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—BA(I-1) CREINB7IIFFVIIY (F4V) BEkL—RAIDT
REINSLEGD L EFAFEMRAUVREDFETXRAFETERG T RIZL
KEY—RA(I-8) TRENDBTZIIXFVYUIY (FAY) BEEHRETS
ZeHNTES.
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AERTHATEIAFERRL LTI, SARNENE ] CHROAREER
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« t=C,H0Na | CHyOK . CoH-OK, t—C,H0K¥D7Na5— MR, Nl $OF N7
VRN RS54 FELEATIZLATE, TOMARZ—RA(I-1) TR
NETVI)XFVIIY (FAY) BEECH L TEENI~ERENOEE T
HBRUTEBEGFTATRW,
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e

33 HiER#2000—-3084011



$#2000—0984493

B3h EAWEEAEEMRRTEEORET XEREEFCRESES L Yo
KEY—RA(I4) TRENDIT7I)FFVYII)Y (F4Y) BEELENRRTS
ZeHTES.

ARBIEI-2LARETIZERKLY, HHWERRIDZLNTES,
8—5. —BA(I-4) »—RA(I-5)

—BA(I-1) TREIHhB37IIFTVIIY (F4Y) BEEKL—BRXAT
RENSEAWL EFRERRECEREOFET XRFAAETCRHB SRS L

K&Y—RA(I-5) TRENSTIIFFVV I Y (FX) BUKERETS
Tees.

AEBII-2LARKTIIZLRLY. HWERGBTO I L TES,
3—6. —RR(I-3) »—BK (1-5)
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[0043)
ETRERABHO—BA(I) TREINIER7I/IXFFVIIY (F2) BN '&nﬁi
(XRFOERBORRNEEIBRVEBLBRICHATRITION. ABHEZLALKR
EXhdboTcikiwn,
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oo

[0044]
#33% (R;=-Q, . Ry=H. Y=0)

. T 1 . 2
| No. | R | Xn | w & |
I I : I I
| 1] H | 5-OH | m.p.293-285 C |
| 2] | | 608 | I
| 8] B | 7-0H I |
| 4] | | 8-oH | m.p.>300T |
| 5] H | 6-Br | I
| 8l | | 6-Br | m.p.>300C |
A | | 7-Br I I
| 8] | | 8Br | I
| 8] | | 5-I | I
| 10] H | 6-I | m.p.>300C |
| 11| | | 7-1 I |
| 12} H | 81 | I
| | ! .
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$2000~094498 L[‘EG?

-0
[0045] Utreg,
madk (=)
. . . . 1
| No. | R | In | o & |
— I + I
| 18] B | 5CFy I I
| 14| | | 6-CFg | m.p.227.6-286.7 T |
| 15| H | 7-CFg | |
| 18] B | 8-CFq I I
8 | 17| | | 5-CyFg | |
_ | 18] | | 6-CyFe | m.p.268-300 T |
| 18] ;| | 7-CoFg | |
| 20] H | 8-CyFg l |
| 21 B | 5-1-CgFy | I
| 22] B | 6-1-CgF, | 2.p.>300C |
| 23] B | 7-1-CgF, | |
| 24| H | 8-1-CgF, | I
| 25| B | 5-nCgFq | I
O | 26| B | 6nCgF;q | m.p.>300C |
Q | 27| B | 7-nCgF,q | I
| 28] B | 8nCFq | I
| 29] | | 5-0CFq I |
| 30| B | 6-0CF, | m.p.264.0-266.0 T |
| 31 B | 7-0CFg I I
| 82| | | 8-0CFq | I
| s3] B | 5CHy~Ph I |
| 34 B | 6-CHy-Ph I I
| 35| H | 7-CHy-Ph | |
. ! ! !
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$2000—0944983 q%‘B

[004 7] %

m3® ()

— T . L
| No. | R | In | % & I
— I I ' 1
| 59} B | 7-50,CFg | |
| 60 E | 8-S0,CFg I I
| 61] H |  5-S0C,Fg | |
| 62| B | 6-SO0C,F | I
| 63] H | 7-S0C,Fg l I
| 64] B | 8-S0C,F | |
| 65] H | 5-50,CoFg | |
| 68l H | 6-50,CoFs | |
| 67] H | 7-50,C,F | |
| e8] B | 8-50,C,Fs | |
| 68} B | 5-S0-1-CgF, | |
| 70] B | 6-S0-i—CgF, | I
| T71] B | 7-S0-1-CgF, | |
| 72] H | 8-50-1-CgF, | |
| 731 B | 5-S0,-1-CqFy | |
| 74| H | 6-50,-i-CoFy | |
| 751 H | 7-S05-i-CgFy | |
| 781 B | 8-50y-i—CqFp | |
| 771 E |  5-CO0C,H | I
| 78] B | 6-CO0C,H | a.p.274-278 C |
| 78] B | 7-C00C,H; | |
| 80| | |  8-C00C,H, | I
| 81] B | 5-COOE I I
. ! ! !
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[0049) 53&5‘

MmIm (ma)

1 { I I ]
| No. | R I | ®w & I
| [ ] i ]
I 1 1 ! 1
| 105 Coll | &I | I
| 108 Col: | 61 | m.p.181.5-184.5 T |
| 107 | Colls | 7-I I I
| 108 | Collg | 8 | I
| 108] nCgH;, | 5I | I
| 110] oCcH;;, | 6-I | oD 1.4126(28.5%C) |
| 1]  oCH, | 7-I | I
| 112] oGl | &I I I
| 18] CBC=CE | 51 | |
| 114] CHC=CHE | 6-I | m.p.214-217C |
| 115] CH,C=CHE | 7-I | |
| 116] cH,C=CH | &I | I
| 117] CH,CH<CH, | 5-I | |
| 118] CHCE=CH, | 6-I | =.p.162-164 T |
| 118] CH,CE=CH, | 7-I | |
| 120 CH,CH=CH, | 8-I | I
| 121] CHyOC,Hs | 5-I | |
| 122| CByOC,H: | 61 | m.p.111.3-161.7 T |
| 123] CHOCH; | 71 | |
| 124] cEOCH; | &1 | |
| 125| CE,(4-C1-Ph) | 5-I | |
| 126] CHy(4-Cl-Ph) | 6-I |m.p.146-148 T |
| 127| CHy(aCl-Ph) | 7-I | |
L | ]
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[0050])

w3k ()

— ; ; .
| No. | R | Xn | W & |
—t 1 I I
| 128| CHy(4-Cl1-Ph) | 8-I I |
| 128| COCHg | 5-I | |
| 130| COCH, | 61 | m.p.186-188 T |
| 181] CocHy | 7-1 | |
| 152] cocH, | &I | 1
| 133]  COCyHg | 51 | I
| 134] coclBe | 8-l | m.p.135-138 C |
| 18| COCHy | 7-I | |
| 19| COCH, | &1 | )
| 137|  S04CHg | &1 | |
| 18| SO,CHy | 6~I | m.p.174-181 T |
| 138] SO,CBy | 7-1 | I
| 140 SO0,CH; | &I | |
| 141| SO.Ph | S5-I | |
| 142] SO,Ph | 61 | m.p.108-206 T |
| .148]  SO,Ph | 71 | |
| 144| S0,Ph | &I | |
| 145 | B | 5-OCF,CHFy | I
| 146 H | 6-0CF,CHF, ° [ m.p.251.6-263.3 T |
| 147 | | 7-O0CF,CHFy | |
| 148] H | 8-OCF,CHF, | I
| 148 CO-cCgly | 5-I | !
| 150 | CO-cCgH; | 6-I | m.p.172-175 C |
—" | ! |

41 HfE42000-3084011



F2000—094483

v

[0051] Tt4ag

B3Rk (Ax)

I 1 L 1 1
| No. | R | Xn | o & |
I I I I
| 151] Co-cCgH; | 7-I | |
| 152| CO-cCgHly | 8-I I I
| 153] B | 5-(4-CHgO-P) | |
| 154 | B | 6-(4Clig0-Ph) |m.p.242°C |
| 155 { K | 7-(4-CHg0-PH) | I
| 156 | | | 8-(4-CHg0-Ph) | |
| 157 B | 5-(3-CHg0-Ph | |
| 158 | | | 6~(3-CEg0-Ph) | m.p.182-188 C |
| 158 | B | 7-(3-CHg0-Ph) | |
| 160 | B | 8-(3-CHg0-Ph) | |
| 161 | E | 5-(3-NO,~Ph) | |
| 162 ] E | 6-(3-N0p-Ph) | m.p.>300C |
| 163 E | 7-(3-N0,~Ph) | |
| 164] B | 8-(3-N0,-Ph) | I
| 1865]| | | 5-COOH | I
| 166 | 4 | 6-COOH | m.p.>300C |
| 167 | i | 7-CooH | |
| 168] H | 8-CooH | I
| 169 ] K | 5-CO0CH, | I
| 170 | E | 8-COOCH, | m.p.270.5-278.6 T |
| 171 K | 7-CO0CH | |
| 172 E | 8-~COOCHg | I
| 178] H | 5-CON(CpBz)p | |
. ) !
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F I : : :
| 174 | H | 6-CON(C,Hz), | m.p.254.8-278.1 T |
| 175 ] H | 7-CON(C.H5)g | I
| 178 | B | 8-CON(CoBc)y | |
| 177 i | 6-C1-7-CF,H | m.p.285 C |
| 178 | B | 6-CgFy-i | .p.227.1-227.3 T |
I ! (Qu:N-3F0 T 937095 T4 41 4) |

[005 3]

[{t10]
N,NR'-GH(F-‘.)H|
E’I\
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. . .
| No | |RBy|  Im | #w & |
— — I I
| 179] B | Q, | 5~OH | , |
| 180 H | Q, | 6-0H | m.p.223-225 C |
| 181 H | Q, | 7-08 | m.p.258-250 T |
| 182| H | Q, | 8-0H | m.p.177-180 T |
| 183] H | @y | 5-Br | I
| 184] H | Q, | 6-Br | m.p.>300C |
| 185] B 1 Q| 7-Br I I
| 186 | B | Qy | 8-Br | |
| 187| H 1 Qy | 5-1 | |
| 188} E | Qg | 6-1 | |
| 189] H 1Qq | 7-1 | I
| 180| H | Qy [ 8-I I I
| 181] B | Qy | 5-CFg | |
| 182 B | Qp | 6-CFg | m.p.181.0-183.1 T |
| 183 B | Qp | 7-CFq | |
| 184] & | Q, | 8-CFg I |
| 185| H | Qg | 5-CoFg | |
| 196 H | Qy | 6-C4F; I I
| 187] B | Qg | 7-CoF | I
| 188 H | Qy | 8-C4Fy I |
| 108 B | Qg | 5-1-CgFy | |
| 200( H | Qp | 6-1-CgF, | m.p.158.4-161.0 T |
| 201 H |Qq | 7-iCgFy | |
— L . .
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| Fo | IRy In | % & I
— — + I
| 202] H | Qy | 8-i-CgFy | |
| 203| H | Qp | 5-0-CgFyq | I
| 204] B | @y | 6-2-CgFyq | 9.p.153.8-164.7 T |
| 205] B |Gy | 7-2CgFyg | |
| 206 H | Qy | 8-0-CgFiq | |
| 207] E | Q, | 5-0CFg | I
| 208| H | Q, | 6-0CFg | 2D 1.5283(22.6C) |
| 209] H | Qg | 7-0CFg I |
| 210 8 | Qy | 8-0CFg | |
| 211] K | Qy | 5-Ci,-Ph | I
| 212]| E | Qp | 6-CH,—Ph | [
| 213] |Qy | 7-CBPh | |
| 214} H | Qy | 8-CE,Ph | |
| 215| H | Q, | 5~OCHF, I |
| 216 H | @, | 6-0CHF, | m.p.120.7-130.2 T |
| 217] E | @, | 7-0CEF, I I
| 218]| H | O, | 8-0CHF, I I
[ 219 H | Q5 | 5-5CFq I |
| 220] & | Q, | 6-5CFg | |
| 221 #® | @y | 7-SCFg I |
| 222] H | Qy | 8-5CFq I |
| 228] B | @ | 5-5CoF I |
| 224| B [ Qg | 6-SC,Fz | |
L L ! .
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| 225| B |Qy | 7-5C,F5 |
| 226| E | Qg | 8-SCoFy |
| 227| H | Qp | 5-5-1-CgFy |
| 228 H | Qp | 6-5-1-CgF, |
| 229 H | Qg | 7-5-1-CgF7 |
| 230 H | Q, | 8-5-1-CgFy |
| 231] H | @y | 5-SO0CFg |
| 232| B |Qy | 6-S0CFg |
| 233] H | Q5 | 7-50CFg I
| 234 H | Q5 | 8-S0CFg |
| 235| H | Q3 | 5-S0,CF3 |
| 236| H | Qy | 6-50,CFg |
| 237 H | @y | 7-S0,CFg |
| 238] H | Qp | 8-50,CFg |
| 238 H | Qg | 5-50CoFg |
| 240| H | Qy | 6-S0C,Fs |
| 241| B | Qp | 7-S0C,Fg |
| 242| B | @y | 8-50C,Fg |
| 248] E | Q | 5-50,C,F; |
| 244 E | Oy | 6-S0,CoFs |
| 245| H | @y | 7-S0,C,F; |
| 246] H | Qy | 8-8S0,CoF |
| 247| B | Qg | 5-50-1-CgF, |
— L .
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| No | |By|  Xn | % & I
— — I I
| 248| B | Q | 6-50-i-CqF, | |
| 248] H | Qp | 7-S0-1-CgF, | I
| 250] H | Q | 8-50-1-CqFy | |
| 251| E | Qp | 5-50,-1-CgF, | |
| 252| B | Qg | 6-50,~1-CgF | I
| 253} B | Q | 7-50,-1-C4F | |
| 254] B | Qg | 8-505-1-CgFy | I
| 255| H | Qg | 5-CO0C,E; | I
| 256| H | @y | 6-CO0CoH; | I
| 257| & | Qp | 7-COOCoH; | |
| 258 H | Qy | 8-C00C,H; | I
| 258| H | Qy | 5-COOH | I
| 260] B | Q, | 6-COOH l I
| 261] & | Q, | 7-CooH I I
| 262| B | Q | 8-C00B | I
| 263] E | Q, | 5-Ph | I
| 264] E | @y | 6-Ph | |
| 265 H | Qg | 7-Ph I |
| 286] H | Qy | 8-Ph | I
| 267 H | Qp | 5-(4C1-Ph) | I
| 268| H | Qy | 6-(4Cl1-Ph) | I
| 269 B | Qg | 7-(4C1-Ph) | I
| 270 B | Q | 8-(4-C1~Ph) | I
— L ! )
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| 271 | H | @y | 5-0-Ph | I
| 272| B | @ | 6-0-Ph | |
| 273| H | @y | 7-0-Ph | |
| 274| & | Q; | 8-0-Ph | |
| 275| H | Q| 5-nC,Hg | |
| 276]| B 19,1 6-2CjHg | |
| 277 H 1@y | 7-nC,Hy | I
| 278] H |Qy | 8-0C,Hy | |
| 278| E | Qp | 5-0CFoCHF, | |
| 280| H | Qp | 6~0CF,CHF; | m.p.168.7-173.9 T |
| 281] H | Qg | 7-OCF,CHFy | I
| 282] & | Qg | 8-0CF,CHF, | I
| 283| B | @5 | 5-CF(CFg), | |
| 28| E | @ | 6-CF(CFg), | m.p.239.7- 243.5T |
| 285| H | Q5 | 7-CF(CFg)p | |
| 286| E | Q5 | 8-CF(CFg)y | |
| 287] & | Qp | 6-CF(CFg), | m.p.208.8- 218.47 |
I I | | (B4=COCFg) |
| 288 | Chy | G, | 5-0CFq I I
| 289 | Cay | Q, | 6-0CF, | D 1.5467(28.6C) |
| 260 | CHg | @y | 7-0CFq | |
| 291 | CHg | @ | 8-0CFq | |
| 202 C,H, | @, | 5-0CFg l |
L . !
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| 293 [ CyH: | @y | 6-0CFq | aD 1.5360(24.8TC) |
| 264 CyHg | @y | 7-0CFg | I
| 295 | CoBg | @y | 8-0CFg I I
| 286 | COCHy | Qg | 5-0CFg I I
| 287 | COCHg | Qg | 6-0CF4 | aD 1.5478(24.1T) |
| 288 | CoCHg | Qg | 7-OCFg I I
| 288 | COCHg | @, | 8-0CFg | I
| 300 | COCoFy | @y | 5-0CFg I I
| 301 | COC,F: | Q, | 6-0CFq | nD 1.5174(25.9C) |
| 302 | COCyFs | Q | 7-0CF, I |
| 308 | COCyFg | @y | 8-0CFg I I
| 304 | CH,CH=CH, | @, | 5-0CFq I |
| 305 | CH,CH=CH, | Gy | 6-0CFg | m.p.62.5C |
| 306 | CB,CH=CH, | Qp | 7-0CFq | I
| 307 | CH,CH=CH, | Q, | 8-0CFg | |
| 308 | CB,C=CH | Q, | 5-0CF, | |
| 308 | CB,C=CH | Q, | 8-0CFq | aD 1.5825(24.2%C) |
| 810 | CH,C=CE | Q, | 7-0CFg | |
| 311 CH,C=CH | Qp | 8-0CFg ! |
| 312 | CH(CEg), | @, | 5-0CFg I I
| 313 | CH(CHg), | Q, | 6-0CFg | aD 1.5370(24.8%C) |
| 324 | CH(CHy), | Qy | 7-0CFg I I
| 315 | CH(CHg), | Q, | 8-0CFg I I
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| 316 H | Q, | 6-0CFg | nD 1.5380(26.0C) |
I . | (Rg=COC,Hz) |
| 317 | CE,C=CH | @, | 5-Br | |
| 3818 | CH,C=CH | Q, | 6-Br | mD 1.5760(26.2%C) |
| 319 | CH,C=CH | @y | 7-Br | |
| 320 | CH,C=CH | Q, | 8-Br | I
| 321 CH,SCHg | Qy | 5-Br | |
| 322 | CH,SCHg | Qq | 6-Br | aD 1.6030(27.0C) |
| 323 | CHySCHg | Qp | 7-Br | |
| 324 | CH,SCHy | Qy | 8-Br | |
| 325 | Cylig | Q| 5-Br | I
| 326 C,B | Qy | 6-Br | aD 1.5874(26.8C) |
| 327 Cylig | Qg | 7-Br I |
| 328 | Gyl | Qp | 8-Br | I
| 329 | i-C4hl, | Qy | 5-Br I I
| 330 | 1-CgHl, | Qq | 6-Br | nD 1.4880(28.0C) |
| 381] i-Cgl, |y | 7-Br | l
| 332 1-CgHly | Qy | 8-Br | |
| 333 COCHg | @y | 5-Br | I
| 334 COCHg | Qy | 6-Br | mD 1.5880(27.2C) |
| 335 | CoCHg | Qg | 7-Br I I
| 336 | CoCH, | Qq | 8-Br | I
| 337 | GOC,H5 | Qg | 5-Br | I
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| 338 | COCoH, | Qy | 6-Br | D 1.5861(26.8) |
| 339 COC,Hg | Qg | 7-Br I |
| 340 | COC,H, | Q, | 8-Br | |
| 341 CE,~(4-C1-Ph) | Q, | 5-Br | |
| 342 | CHy—(4-Cl-Ph) | Q, | 6-Br | D 1.5885(27.3TC) |
| 343] CH,-(4Cl-Ph) | Q,| 7-Br | |
| 344 | CHy-(4-Cl-Ph) | Qy | 8-Br I I
| 345 | CO-Ph | Qg | 5-Br | I
| 346 | CO-Ph | Qg | 6-Br | m.p.>300C |
| 347 | CO-Ph | Qy | 7-Br | |
| 348 CO-Ph | Q | 8-Br I I
| 349 CHg | @y | 5-0CHF, | I
| 350 | CHg .1 Qy | 6-0CHF, | D 1.5613(27.9C) |
| 351 Chg |Qy | 7-0CEF, | |
| 352 Ciig | Q, | 8-0CHF, I I
| 353 Cylg | @y | 5-0CHF, I I
| 354 ]| CyHe | Q, | 6-0CHF, | aD 1.5354(26.4TC) |
| 355 | Cylig | Qg | 7-0CHF, | !
| 356 | Cylig | Qy | 8-0CHF, I |
| 357 | nCgll;q | Q| 5-0CHF, | I
| 358 | a-CglH,, | Q | 6-0CHF, | nD 1.5580(25.8%C) |
| 858 »CgH,, | Qp | 7-0CHF, | I
| 360 | n—CgH;, | Q | 8-0CHF I I
T L 1 |

51

HER2000—-3094011



$#2000—084493

(00862]

wajk ()

I 1 I I 1 i
| No | R IRyl  Xn | & & I
— — .' I
| 361 | CH,-(2-N0,—Ph) | Q, | 5-OCHF, I |
| 362 | CH,-(2-NO,-Ph) | Q, | 6-OCHF, | nD 1.5817(27.8C) |
| 363 | C,-(2-NO,~Ph) | Qy | 7-OCHF, | |
| 384 CH,-(2-N0,-Ph) | Q, | &-OCHF, | |
| 365 | 1-C,4H, | Q, | 5-OCHF, I I
| 366 | 1-C,H, | Q | 6-OCHF, | aD 1.5557(26.4C) |
| 367 i-C,Hg | Qy | 7-0CHF, I |
| 368 i-C,Hg | Qq | 8-0CHF, | |
| 368 | CHy-(4-CHgO-Ph) | Q, | 5-OCHF, | I
| 870 | CH,-(4-CHy0-Ph) | Q, | 6-OCHF, | D 1.5668(26.5T) |
| 871 CH;~(4-CBgO-Ph) | Qg | 7-OCHF, | I
| 372 | CHy-(4-CHg0-Ph) | Q, | 8-OCHF, I I
| 373 cochg | Q | 5-OCHF, I I
| 374 cocig | Qg | 6-OCHF, | 2D 1.5503(26.1C) |
| 875 COCHg | Q| 7-0CEF, | I
| 376 | COCBg | Qy | 8-0CHF, I I
| 377 | COCoHg | Q, | 5-0CHF, I I
| 378 COC,H | Q, | 6-OCHF, | mD 1.5470(26.2C) |
| 379 | COC,H | Qp | 7-OCHF, | I
| 380 | COC,H | Qy | 8-0CHF, I I
| 381 CO-i-Cgll, | Q, | 5-0CHF, I I
| 882 | CO-i~C4hL, | Qg | 6-0CHF, | nD 1.5186(28.3T) |
| 383 | CO-1-Cgll, | Qg | 7-OCHF, | I
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| 384]C0-i-Cq, | Q, | 8-OCHF, | I
| 385]C0-q;, | Qy | 5-OCHF, I I
| 386 | CO-Qy | Qy | 6-0CKHF, | m.p.148-155 T |
| 387 C0-Qy | @ | 7-0CHF, | |
| s8s|co-q;, | Qg | 8-0CHF, I |
| 389 | Cig | Qg | 5-0CF,CEF, | |
| 380 CHg | Qy | 6-0CF,CHF, | nD 1.5320(26.2C) |
| 381] CHg | Qp | 7-OCF4CEF, I |
| 392 Chg | Qp | 8-0CF,CHF, I |
| 383 Gyl | Qp | 5-OCF,CHF, I I
| 384 | C,H; | Q, | 6-0CF,CHF, | D 1.5238(26.7C) |
| 385 CyH; | Qp | 7-OCF,CHF, I |
| 396 | Gyl | Qp | 8-0CF,CHF, I I
| 387 S0,Col; | Qp | 5-OCF,CHF, | |
| 388 | 50,C,8; | Qy | 6-0CF,CHF, | aD 1.5308(26.0C) |
| 388 | S0,CoHs | Qy | 7-OCF,CEF, | |
| 400|S0,CB; | Qy | B-OCF,CHF, I I
| 401 CH,0CE,-Ph | Q, | 5—OCF,CHF, I |
| 402 | CH,0CH,~Ph | Q, | 6~OCF,CHF, | aD 1.5488(26.2C) |
| 403 | CH,0CE,Ph | Q, | 7~OGF,CHF, | |
| 404 | CE,0CH,~Ph | Q, | 8-OCF,CHF, | |
| 405 | COOC Hg-t | Qg | 5-OCF,CHF, I |
| 406 | COOC,H~t | Q, | 6~OCF,CHF, | D 1.5108(26.2C) |
M L . !
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| 407 | COOC,Hg-t | Qy | 7-0CF,CHF, | |
| 408 | COOC,Hg-t | Qp | 8-0CFCHF, | |
| 409 | COCH, | Qy | 5-0CF,CHFy | l
| 410 | cocly | @, | 6-0CF,CEF, [ nD 1.5262(25.8T) |
| 411 | cocay | Qy | 7-0CF,CHF, | |
| 412 | CocHg | Qp | 8-OCF,CHF, | |
| 413 ] COC,H, | Qy | 5-0CF,CHFy | |
| 414 | COC,H: | Q | 6-0CF,CHF, | nD 1.5266(25.8C) |
| 415 | COCoHg | Gy | 7-0CF,CHF, | I
| 416 | COC,Hg | Q | 8-0CF,CHF, | |
| 417 ] CB,0CH, | Qy | 5-0CF,CHF, | I
| 418 CH,0CH, | Qy | 6-0CF,CHF, | nD 1.5311(23.8) |
| 419 | CH,0CH, | Q | 7-OCF,CHFy | I
| 420 | CH,0CH, | Qp | 8-0CF,CEF, | I
| 421 cHyQ, | @y | 5-OCF,CEF, | I
| 422 | CH,Q, | Qy | 6-0CF,CEF, | nD 1.5560(26.8TC) |
| 423 | CHy-Q, | Qy | 7-0CF,CHFy | I
| 424 | CHy—Q, | Qp | 8-OCF,CHF, | I
| 425 | S0,Chg | @ | 5CqFq-1 | |
| 426 | S04CHq | @y | 6-CgFy1 | m.p.154-156 T |
| 427 | S0,CHg | Qp | 7-CgF-t | l
| 428 | SO,CHg | Qg | 8-CgF i | |
| 428 | S0,C,8, | Qg | 5-CgFp-i | |
. \ L ! !
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| 430 | S0,C,H; | Qp | 8-CgFr-i | 2.p.45-50 T |
| 481 | S0,C,8; | Q | 7-CgFy-i | |
| 432 | 50,C,H5 19 | 8Cgfp-t | !
| 433 | S05(4-CHg-Ph) | Q, | 5-CqF;-i | |
| 4341 50,(4-CHg-Ph) | Qg | 6~CqF, i | u.9.65-75 T |
| 435 | S0,(4—CHg—Ph) | Q| 7-CqFq-1 | |
| 436 | S0,(4-CHgPh) | Q, | 8-CqFy-1 | |
| 4ST|H | Qp | 6-CqFq=i | m.p.186-212 C |
| || I (amE) |
| 4388 | @y | 6-CqFq-i | m.p.168-208.8 T |
| . | (W) |
| 438 Co-Ph | Qg | 5-CyFo-i I I
| 440 [ CO-Ph | Qg | 6-CgFy-i | m.p.161-165 C |
| 441 | CO-Ph | Qp | 7-CgFq-1 | |
| 442 | CO-Ph | Qg | 8-CqFq-1 I I
| 443 | COCgH,~i | @y | 5-CgF-i I I
| 444 | COCgH,~1 | Qg | 6-CgFomi | D 1.5051(22.1C) |
| 445 | COCgly-1 | Qg | 7-CgFy-i | I
| 446 | COCgH,~1 | Qy | 8-CgFyt | |
| 447 | COCHy | Qg | 5-CgFq~1 | I
| 448 | cOCHg | @y | 6-CgFei |m.p.132-14C |
| 448 cochg | @y | 7-CgF-1 | |
| 450 | COCHy | Qg | 8-CgFomi I I
T L . .
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| 451 | | @ | 5-CgFy-i | |
| 452 | COC,H, | @y | 6-CqFyp-1 | m.p.108 T |
| 453 | COC,Hy | Q | 7-CgFy-1 | |
| 454 | COC,H, | @y | 8-CgFy-i | |
| 485 [ COCqEyn | Qg | 5-CqFqi l |
| 456 | COCqH~n | Qp | 6-CoF;-i | nD 1.510(22.2 T) |
| 457 | COCgH,~n | Qg | 7-CgFy-1 | |
| 458 | COCgH-n | Qp | 8-CqFp-i I I
| 459 | CHg | @y | 5-CgFq-i | I
| 460 | Ciy | Qp | 6-CgFy-1 | .p.87-75 C |
| 461 Ciig | Qp | 7-CgFy-1 | |
| 462 | CHg | Qy | 8-CgFoy-i I I
| 463 ] C,H; | Qg | 5-CgFy-1 I I
| 464 | Collg | Qp | 6-CqF7-1 | m.p.88-102.4C |
| 465 | Cols | Qp | 7-CgFrm1 | |
| 488 | CoHg | Q | 8-CgFy~i I I
| 467 | COCyHs 1 Qy | 5-F I |
| 468 | COC,B, | Qy | 6-F | D 1.5660(22.8C) |
| 468 | COC,H; | Qg | 7-F I I
| 470 | cOC,H, 1 Q, | 8-F | |
| 471] 1 | Q¢ | 5-CO0C,He I I
| 472 H | Q, | 6-CO0C,H | m.p.168.7-171.9 T |
| 4738 | Qp | 7-CO0C,E, | |
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| 476 | COC,Hs | @y | 6-CFg | nD 1.5400(21.1C) |
| 477 | CoOCgH, | Qq | 7-CFg I I
| 478 | COC,H | Q, | 8-CFg I |
| 478 | B | Q, | 5-CFg I |
| 480 | B | Qp | 6-CyFs | m.p.139-146 T |
| 481 |1 |'Qy | 7-CoFg I I
| 482| K | Qy | 8-CoF I I
| 483 | E | @y | 6-C1-7-0CHF, | m.p.188-201 T |
R L1 . '
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IFYM7NTE FRU—BORBE LOm1OR &) —ViCink. sk
TR IBMEDBET-oE, HBRTR. KORPFCHTHHEUEEREBMRL TER
TOHIZLRKXYENMO. 78 gL,
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. 06 gRE,
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O 1.57(8H,s), 6.84(1H,d.d), 7.66(1H,d), 7.84(1H,d), 8.42(1H,br.s),
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SXBVLCTINRRESERITE, KHRTH. KEBRRE2O0m 1 OKHPICEE
. HBERRIF N (20m]1 X3) THMHL. HKEXRTCEMRIARKT
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1.42(¢H,s), 3.80(3H,s), 4.81(2H,s), 6.5-6.7(3H,m), 9.01(1H,s),

9.15(18,br.s).

NEE: 6 0%
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) 0B2%FN) 20, 84g (0. 00B3EN) ORRFANYILESO0%AX
. J=Nn20mlink. MMRRTICSHRMERER>E. HRRTH. X&)
—VERETKHELE. REEBARL. 95%RXA ) - NI YEESILHN
El. S eM/E, '
1R [DNSO-dg/THS . & i (ppm)]
1.42(9,), 4.81(2,), 6.5-6.7(3H,s), 9.01(1H,s), 8.10(1K,s),
9.15(18,br.s).
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-3, 4—-YeFu—-2 (1H) $¥>YUJ>v1, 83g (0. 004 6EL) &
20mlOMYZNADERCNA. SRTKIRMAKBET . RBRTH
- RBREC10m1DAZ ) —NEML, BREBRETEHLRELTROLER
EEAX ) -NVEYENBSEENWEO. 74 g2,

15-me (DHSO-dg/THS . 3§ (ppu)]

4.95(2H,s), 4.65(2H,s), 6.51-6.63(3H,m), 9.00(1H,s), 98.60(1H,br.s).
I¥E9 0%
[0081])

ARBO—BA(]) CRINSBRT7IIFFVIIY (F4Y) BEEXR
O toRBMEFWRD L+ 2EWEWGBAIAR. FE. M. TOBMOMEMRE
O vaxetngss2mRHk N2 BRESDHENEURZEHGOWH
) BRICCALTEY, AATFv /I RUkAI/)(AS (Enpoasca brassicae), ¥
¥/ a33/%4 (Nephotettix cincticeps) ., h¥A U F (Nilaparvata lu
gens) . EY¥OY YA (Sogatella furcifera ) . I (Y F¥ P53 (Disphorina
citrl) . IHY2F Y53 (Disleurodes citri). X533 F Y53 (Bemisi
a tabaci) . V¥ Y3F Y53 (Trisleurodes vaporariorum ) , ¥4 27
75 (Brevicoryne brassicae ) . U4 775 A (Aphis gossypii). L¥
I ¥ V775 LY (Rhopalosiphua padi), EEFP A7 TS5 LY (Nyzus persicae
) . Y702 AhY (Ceroplastes ceriferus ) , I AU AHALHS ALY (Pulv
inaria awrantil ) . I HYINHAHS5 LY (Pseudaonidia duplex ) |
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m) SOENMEME. IFIRXRTPVEYFay (Pratylenchus coffeae) , &
YHAEVYAMEYF 2D (Globoderarostochiensis) . XTI TV Fa T (Me
loidogyne sp. ) . AV RXEYFaY (Tylenchulus semipenetrans ) , —+&
XYY ey Fary (Aphelenchusavenae ) , NH L YF a7y (Aphelenchoid
es ritzemabosi) $ONV I/ Fa v HEHR, 41 X7 Y3 U7 (Stenchaetothri
ps bifornis ) SOMMAFHICH LT HRIMREFITILOTHS. X &
A a2 (Bombyx mori ) , X J/{F (Osmia cornifrons) DL > LFHRSIC
HLTREBENDPRLELEORVWREMALBAS. M. Z2HCTANETFRW
- BRAGINTER (HABAMPERRSSEN) K&,
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REWXIRBRESBMB LRI TKE. RN B toofw. EA¥D
BF. 8 X. EESORMWk. KHK, XiXLREA, HENRCH-TRE
ENHOBEELLLRIRENTFHIHSKEN. RENLORNGIHAEITSZ L
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OBROAKICBEZHLD DOTREN,
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3T
| W5

67 HEERF2000—-3094011



- 00

$¥92000—094493

SRR, M. NoW. KRR, AW, 9. &N KEMULTHEATHLIEIRNY
. ABETHATESIAREEAL LU TREAXZIREKOMhTH>THRL.
HEOHEKIC2Y D SHBREL TR, HART4 XD, RH. KB, MWW,
B85, 200, JNIRY. 3TE. RRKDEK. H X HHEORE
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) . TGN, 108K, BE. BRENRL. VoIBRe. 7547y Va,
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BR. RESOEFER. BESERTIZ LR TE. ZhHRANTELLR
ZBU EORAWOETHERZONS,
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MEKOEEKICRYISHBMLELTR. THhEARKBEATOIODOM. B
BEHETLONPNOBI K LY ENROEAWEIRZEIBZLLERDD
O SBREN. AATRBAL U TKCERTIHEAEHARTRIN. Zhdik
RETHELLR 2B LOoRAWOR THEIL, ALEIK. 7ra-AH (A
AEIRS )=, TR)—N, 4VTQNI) =N, TR) =N, F VI HVY
—E) . R UB (ARETE MY, AFNIFNT R, AFNVLVTFN
Fhy. VLVTFNMT Y, Y ounsxy)o€) . T—-FA8 (AT
N—FN, SAFYH2. ¥uviy7, Y7oz —-5n0, S5 Fozs
%) . BITRR{EARE (AARY OV, KME) . HFERRLARE (A
ARRVEY, MY, RV, YV b FT7Y, PVRNTFT7EVIE
) « NOFEREARE (A 2unxsy, suaknh, EEEER
%) . TAFVE (FHATERIFN. FSAYTENFZRV—h, VTFLT7X
V=h, JXIFNTEV—FS) . PIFE (FARIAFARAVLTI K,
VIFNRNVALPIR, YAFAP7ERIPIFS) . —bUVAVR (AAE7PE D
ZhUNE) . VRAFNANVERRY FREEBTEIZLHRTED.
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BRIAFN, RUFAZRVYIFVYIYNERYEISOV—h RVAFVIFV
YYNERIRIZVI—=h, PLAELTY—NANKIBRE. FI7RVYAN
RRMEGH. VTV AR R, BT VI VRBLA T VSO RETE
EHMEARTOIZLNTES.
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X, VAL LMoL REER. ARV / IREAOHMOEDK, Kic
ARTOIMEMEMBIDZLHTE, AAEHIEAY. ¥SF2. BB, AF
nepu—~X, AVREYRFARNO-R, PIEPIL RVECATPNI
— N, B, M. XY RIS b VTV ANKYBRESOMBAERET
Bl TES. HANRORBESROELDERCETINGN EHHTEZ
LHTE, ATV IR, AF7YVRE. BRTVLVX VAT NVEOMERN
i ETEs, SNENSORIOINLLT. HAZF7X VYRR BRA
. NEPRESOBYLMERATIZLPTRE,. BRMLLTR,. AAREY
Ya—-YHEOMUMEMATEIZLH TR, FPRLSLABORAENARS
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5 0 %, XAARVWRAAMLTIWAHAMRO. 01~50REWNHAY
eh5. |
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07-NBEYO0. 01 g~5Sk gDHEISHHIKH L THHRBIRTOLIEARW
FREO—BA(]) TRIASEMTIIFFVVIIY (F4) BEEXE
TORBEHMRALD &3 SHFLWERN & RICHRT S, BikUR oIk
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AZY 2 L ARKD BEER (-}
RVARYTF VI IZNT 2o =T NETN
FNRIEIANTIRANY DL OREW GY:
BLEEG—KROBBRLTAKARNLE TS,
[(0091)]
BMR1. EE7H 775 LY (Myus persicae) I3 SEHER.
HES8cm. WAB8cmDTI5AFYINRY NENI VS EMATEE7AHT
TS5LVEEMEE, ThEThORY bOBERRENELE. ERFOWI X
RARNBROEAWEANAYRI LS SEMEKRCHEEETS 0 Opps DEMK
BRL. RENERY MIANI A OXEREICHH L THRESR. Xy hEREIC
REL. BABHARCHEBCTAThONI VLI KHELTWSTETH? TS
LAYDOHERMEREL. TEOR I YNRNENHL, TEERCR-> THE
Efio k.
[009 2]
Bikfli=100~— ( (TXCa) / (TaxXxC)} X100
T a : MK O =K
T : NAXOBAR L I
C e : S RX OB RE R
C : MM X OB 8 4 X

TR,
A---Rki§100%
B - -MEk99%~90%
C- -+« -NERIBO%~80%
D-- -BMRkE79%~50%
[009 3]

RI2. ST A (Nilaparvata lugens) O3 DR,
ABHOEI XNL4REROEEWERYRD LT IR EKCLHMESRTS
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ERICBEREL. BB HARKEERMENEL. EHEETRORIYNHL
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[Title of Document] Specification

[Title of the Invention] SUBSTITUTED AMINOQUINAZOLI-
NONE (THIONE) DERIVATIVES OR
SALTS THEREOF, INTERMEDIATES
THEREQOF, AND PEST CONTROL
LERS AND A METHOD FOR USING
THE SAME

[Scope of Claim for a Patent]

[Claim 1) A substituted aminoquinazolinone {thione)
derivative represented by the general formula (I), or a
salt thereof:

{Formula 1]

Xn

_Z-Rl
,KL (I)
N Y

R

wherein R is a hydrogen atom; a hydroxyl group; a
formyl group; a (C,.,;)alkyl group; a halo(C;_;)alkyl
group; a hydroxy(C,;)alkyl group; a (C,)alkenyl group;
a (C,)alkynyl group; a (C,)alkoxy group; a halo(C, ) -
alkoxy group; a (C,)alkoxy(C,.;)alkyl group; a (C;¢)-
alkoxy(C, ,)alkoxy(C,,)alkyl group; a (C, )alkylthio
group; a halo(C, ¢)alkylthio group; a (C,¢)alkylsulfinyl
group; a (C, ¢)alkylsulfonyl group; a (C,.,)alkylthio(C,.
;)alkyl group; a di(C, ) alkoxy(C,.,}alkyl group in which

the (C,()alkoxy groups may be the same or different; an

-1 -
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unsubstituted amino(C;_;)alkyl group; a substituted
amino (C, ;Jalkyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C, )alkyl groups, halo(C,.
s)alkyl groups, (C,)alkenyl groups and (C,;)alkynyl
groups; a cyano(C, ¢Jalkyl group; a (C,¢)alkylcarbonyl
group; a {(C, )alkoxycarbonyl group; a hydroxycarbonyl-
(Ci3)alkyl group; a (C, ¢)alkoxycarbonyl(C, ;)alkyl group;
an unsubstituted aminocarbonyl group:; a substituted
aminocarbonyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C,¢)alkyl groups, (C,.)-
alkenyl groups and (C,.,)alkynyl groups; a (C,;)-
cycloalkyl (C, ,)alkyl group; an unsubstituted phenyl{C,_
jJalkyl group; a substituted phenyl({(C,;)alkyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C, )alkyl grecups, halo(C,¢)alkyl groups, (C,.
s)alkoxy groups, halo(C,)alkoxy groups, (C,,)alkylthio
groups and halo(C, )alkylthio groups; an unsubstituted
phenylcarbonyl group; a substituted phenylcarbonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,¢)alkyl groups, halo(C, )alkyl groups, (C,)~-
alkoxy groups, halo(C,)alkoxy groups, (C,)alkylthio

groups and halo(C,,)alkylthio groups; an unsubstituted

D3k
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phenylthio group; a substituted phenylthio group having

on the ring 1 to 5 substituents which may be the same

or different and are selected from the group consisting

of halogen atoms, nitre groups, cyano groups, (C, }alkyl

groups, halo{C, )alkyl groups, (C,)alkoxy groups,

halo(C,¢)alkoxy groups, (C,)alkylthio groups and

halo(C, ;) alkylthio groups; an unsubstituted

phenylsulfonyl group; a substituted phenylsulfonyl

group having on the ring 1 to 5 substituents which may

be the same or different and are selected from the

group consisting of halogen atoms, nitro groups, cyano

groups, (C;.glalkyl groups, halo(C,,)alkyl groups, (C,;)-

alkoxy groups, halo(C,,)alkoxy groups, (C,s}alkylthio

groups and halo{C, ;)alkylthio groups; an unsubstituted

phenyl (C,.¢) alkylsulfonyl group; a substituted phenyl(C,.

¢Jalkylsulfonyl group having on the ring 1 to 5

substituents which may be the same or different and are

selected from the group consisting of halogen atoms,

nitro groups, cyano groups, (C,  )alkyl groups, halo({(C,_

¢Jalkyl groups,

(C,.s)alkoxy groups, halo(C,_)alkoxy

groups, (C, )alkylthio groups and halo(C;)alkylthio

groups; an unsubstituted phenyloxycarbonyl group; a

substituted phenyloxycarbonyl group having on the ring

1l to 5 substituents which may be the same or different

and are selected from the group consisting of halogen

atoms, nitro groups, cyano groups, (C,)alkyl groups,

halo{(C, () alkyl groups, {(C,)alkoxy groups, halo{(C,)-

alkoxy groups,

(C,-¢)alkylthio groups and halo(C,.) -

539
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alkylthio groups; an unsubstituted phenyloxy(C,;)alkyl
group; a substituted phenyloxy(C,;)alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groﬁps, (C,-¢)alkyl
groups, halo(C;  )alkyl groups, (C,,)alkoxy groups,
halo(C, ()alkoxy groups, (C,,)alkylthio groups and
halo(C,s)alkylthio groups; an unsubstituted phenyl (C, ) -
alkenyl group; a substituted phenyl(C,)alkenyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C, )alkyl groups, halo(C,}alkyl groups, (C,
¢)alkoxy groups, halo(C, ¢)alkoxy groups, (C,)alkylthio
groups, halo(C; ,)alkylthio groups and (C,.,)alkylenedioxy
groups; an unsubstituted phenyl (C, () alkynyl group; a
substituted phenyl(C,.,)alkynyl group having on the ring
1l to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C,,)alkyl groups,
halo(C, ¢)alkyl groups, (C,,)alkoxy groups, halo(C,.
¢)alkoxy groups, (C,.)alkylthio groups, halo(C,_
¢Jalkylthio groups and (C,,)alkylenedioxy groups; an
unsubstituted phenyl (C, ,)alkynyl (C, ;)alkyl group; a
substituted phenyl(C,.)alkynyl(C, ;)alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of

halogen atoms, nitro groups, cyano groups, (C,)alkyl
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groups, halo(C,)alkyl groups, (C,)alkoxy groups,
halo(C, ;) alkoxy groups, (C,..)alkylthio groups, halo(C,.
glalkylthio groups and (C,.,)alkylenedioxy groups; a 1,3-
dioxolan-2-yl(C, ,)alkyl group; or a phthalimido(C,.
¢Jalkyl group,

R, is a 5- or 6-membered heterocyclic ring
having 1 to 3 heteroatoms which may be the same or
different and are selected from the group consisting of
oxygen atom, sulfur atom and nitrogen atom, said
heterocyclic ring may have 1 to 5 substituents which
may be the same or different and are selected from the
group consisting of halogen atoms, cyano groups, (C,_
¢Jalkyl groups, halo(C, )alkyl groups and (C,)alkoxy
groups, and the nitrogen atom in the heterocyclic ring
may form an N-oxide group,

Y is an oxygen atom or a sulfur atom,

2 is

-N=C (R,) -

(wherein R, is a hydrogen atom, a (C,.;)alkyl group or a

halo(C, ¢{)ailkyl group), or

=N (R,) -CH{R;}~

(wherein R, is the same as defined above, and R, is a

hydrogen atom, a (C,  )alkyl group, a formyl group, a

(C,-;)alkylcarbonyl group or a haleo(C,_;)alkylcarbonyl



group),

X may be the same or different, and is a
bromine atom; an iodine atom; a hydroxyl group; a cyano
group; a (C,;)alkyl group; a halo{(C,.,,Jalkyl group; a
(C;.¢)alkenyl group; a halo(C,,)alkenyl group:; a (C,.
¢Jalkynyl group; a {C,)alkoxy group; a halotcb‘)aikoxy
group; a (C,¢)Jalkylthio group; a halo(C,¢}alkylthio
group; a (C,slalkylsulfinyl group; a halo(C, ) -
alkylsulfinyl group; a (C,.;)alkylsulfonyl group; a
halo(C,s) alkylsulfonyl group; a carboxyl group; a (C,.
¢) alkoxycarbonyl group; an unsubstituted aminocarbonyl
group; a substituted aminocarbonyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,.¢)alkyl
groups, (C,¢)alkenyl groups and (C,,)alkynyl groups; a
carboxy(C, ¢Jalkyl group; a (C,¢)alkoxycarbonyl (C, ;)alkyl
group; an unsubstituted aminocarbonyl (C,.,)alkyl group; a
substituted aminocarbonyl{C,;)alkyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,;)alkyl
groups, {(C,¢)alkenyl groups and (C,¢)alkynyl groups; a
sulfonic acid group; a sulfonic acid ester group; a
sulfonamide group having a (C,.;)alkyl group, a (C,.
¢Jalkenyl group or a (C, )alkynyl group on the nitrogen
atom; a {C,. Jalkoxysulfonyl group; a substituted
aminosulfonyl group having one or two substitutents
which may be the same or different and are selected

from the group consisting of (C,;}alkyl groups, (C,,)-
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alkenyl groups and {(C, ,)alkynyl groups; an unsubstituted
phenyl group:; a substituted phenyl group having on the
ring 1 to 5 substituents which may be the same or
different and are selected from the group consistinq of
halogen atoms, nitro groups, cyano groups, (C,)alkyl
groups, halo(C;_¢)alkyl groups, {(C,;)alkoxy groups, halo-
(Cy¢)alkoxy groups, (C,  )alkylthio groups, halo(C,,)-
alkylthio groups, (C,¢}alkoxysulfonyl groups and
substituted aminosulfonyl groups having one or two
substituents which may be the same or different and are
selected from the group consisting of (C,)alkyl groups,
(C,¢)alkenyl groups and (C, )alkynyl groups; an
unsubstituted phenyl (C, ;)alkyl group; a substituted
phenyl (C,.,)alkyl group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,
nitro groups, cyano groups, (C,;lalkyl groups, halo(C,.
¢Jalkyl groups, (C,)alkoxy groups, halo(C, ,)alkoxy
groups, (C,)alkylthio groups and haleo(C,)alkylthio
groups; an unsubstituted phenyloxy group; or a substi-
tuted phenyloxy group having on the ring 1 to 5§
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,
nitro groups, cyano groups, (C, )alkyl groups, halo(C,.
¢Jalkyl groups, (C,;)alkoxy groups, halo(C,¢)alkoxy
groups, (C,¢)alkylthio groups and halo(C,)alkylthio
groups; and n is an integer of 0 to 4.

[Claim 2] A substituted aminoquinazolinone {(thione)

o3x
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237,

derivative or a salt thereof according to claim 1,
wherein R is a hydrogen atom; a formyl group; a (C, .}~
alkyl group; a halo(C,)alkyl group; a (C,;)alkenyl
group; a (C,g)alkynyl group; a (C,.;}alkoxy group; a
halo(C, ¢;)alkoxy group; a (C,;)alkoxy(C,;)alkyl group; a
(C,-s) alkoxy(C, ;) alkoxy(C,;)alkyl group; a (C;.)alkylthio
group; a halo(C, ;)alkylthio éroup; an unsubstituted
amino(C, g)alkyl group; a substituted amino(C,,)alkyl
group having one or two substituents which may be the
same or different and are selected from the group
consisting of (C,,)alkyl groups, halo(C,¢)alkyl groups,
(C,¢)alkenyl groups and (C,,)alkynyl groups; a cyano(C,.
sJalkyl group; a (C,)alkylcarbonyl group; a (C,-
s)alkoxycarbonyl group; a hydroxycarbonyl (C, ;)alkyl
group; a (C,¢)alkoxycarbonyl (C,;)alkyl group; a (C,.

¢ cycloalkyl (C,;)alkyl group; an unsubstituted phenyl (C,
1)alkyl group; a substituted phenyl{C,,)alkyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,¢)alkyl groups, halo(C,)alkyl groups, (C,.
s)alkoxy groups, halo(C,;)alkoxy groups, (C,.}alkylthio
groups and halo(C,  )alkylthio groups; an unsubstituted
phenylcarbonyl group; a substituted phenylcarbonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano

groups, (C, ¢ alkyl groups, halo(C,;)alkyl groups, (C,_
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¢) alkoxy groups, halo(C; ;}alkoxy groups, (C,;)alkylthio
groups and halo(C, )alkylthio groups; an unsubstituted
phenylthio group; a substituted phenylthio group having
on the ring 1 to 5 substituents which may be the same.
or different and are selected from the group consisting
of halogen atoms, nitro groups, cyano groups, (C,,)alkyl
groups, halo(C,,)alkyl groups, (C, )alkoxy groups,
halo(C, ¢)alkoxy groups, (C, )alkylthie groups and
halo(C,;)alkylthio groups; an unsubstituted phenyl (C, )~
alkenyl group; a substituted phenyl (C,;)alkenyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C,  )alkyl groups, (C,_
¢Jalkoxy groups, halo(C;_;)alkoxy groups, {(C;¢)alkylthio
groups, halo(C, ;)alkylthio groups and (C,_;)alkylenedioxy
groups; an unsubstituted phenyl(C, ;)alkynyl group; or a
substituted phenyl (C,,)alkynyl(C, ;)alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C,,)alkyl
groups, halo(C,)alkyl groups, (C,,)alkoxy groups,
halo (C, ,}alkoxy groups, (C,)alkylthio groups, halo|(C,.
¢Jalkylthio groups and (C,.,)alkylenedioxy groups,

R, is a 5- or 6-membered heterocyclic ring
having 1 to 3 hetercatoms which may be the same or
different and are selected from the group consisting of

oxygen atom, sulfur atom and nitrogen atom, said
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heterocyclic ring may have 1 to 5 substituents which
may be the same or different and are selected from the
group consisting of halogen atoms, cyano groups, (C,.
¢Jalkyl groups, halo(C,;)alkyl groups and (C,_ ¢)alkoxy
groups, and the nitrogen atom in the heterocyclic ring
may form an N-oxide group,

Y is an oxygen atom or a sulfur atom,

Z is
-N=C tRz) -

(wherein R, is a hydrogen atom, a (C,)alkyl group or a

halo(C, ;)alkyl group), or
=N(R;) -CH (R,) -

(wherein R, is a hydrogen atom or a (C,)alkyl group,
and R; is a hydrogen atom, a (C,,)alkyl group, a formyl
group, a (C,,)alkylcarbonyl group or a halo(C,.,)-
alkylcarbonyl group),

X may be the same or different, and 1s a
bromine atom; an lodine atom; a hydroxyl group; a (C,.
¢)alkyl group; a (C,)alkenyl group; a (C,,}alkynyl
group; a halo(C,;)alkyl group, a (C,)alkoxy group; a
halo(C,.;)alkoxy group; a (C, )alkylthic group; a halo(C,_
¢Jalkylthio group; a (C, ;)alkylsulfinyl group; a halo(C,.
sJalkylsulfinyl group; a (C,)alkylsulfonyl group; a
halo(C, g)alkylsulfonyl group; a carboxyl group; a (C,.

- 10 -
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Al
LTl
¢) alkoxycarbonyl group; an unsubstituted aminocarbonyl
group; a substituted aminocarbonyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C;,)alkyl
groups, (C..;)alkenyl groups and (C,;}alkynyl groups:; an -
unsubstituted phenyl group; a substituted phenyl group
having on the ring 1 to S substituents which may be the-
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C;¢)alkyl groups, halo(C; )alkyl groups, (C,.
¢)alkoxy groups, halo(C,;)alkoxy groups, (C,)alkylthio
groups and halo(C,)alkylthio groups; an unsubstituted
phenyl (C, ;) alkyl group; a substituted phenyl (C,,)alkyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,¢)alkyl groups, halo(C, ¢ )alkyl groups, (C,)-
alkoxy groups, halo(C, ¢)alkoxy groups, (C,)alkylthio
groups and halo(C, ¢)alkylthio groups; an unsubstituted
phenyloxy group; or a substituted phenyloxy group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,¢)alkyl groups, halo(C,)alkyl groups, (C;,)-
alkoxy groups, halo{C,.)alkoxy groups, (C, )alkylthio
groups and halo(C, ;)alkylthio groups; and n is an
integer of 0 to 4.

[Claim 3] A substituted aminogquinazolinone (thione)

- 11 -
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derivati;;‘:;r a salt thereof according to claim 2,
wherein R is a hydrogen atom; a formyl group; a (C,.;.)-
alkyl group; a halo(C, ;)alkyl group; a (C,)alkenyl
group; a (C,¢)alkynyl group; a(C,;)alkylthio group; a
halo(C, ;)alkylthio group; a (C,¢)alkylcarbonyl group; a
(C,_¢) alkoxycarbonyl group; a (C, ) alkoxycarbonyl(C,_;)-
alkyl group; an unsubstituted phenylcarbonyl group; a
substituted phenylcarbonyl group having on the ring 1
to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C,)alkyl groups,
halo(C, ¢)alkyl groups, (C,,)alkoxy groups, halo(C,)-
alkoxy groups, (C, )alkylthio groups and halo(C,;)-
alkylthio groups; an unsubstituted phenyl (C, ;)alkenyl
group; a substituted phenyl(C,.)alkenyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C;)alkyl
groups, halo(C, )alkyl groups, (C,,)alkoxy groups,
halo(C, ;) alkoxy groups, (C,;)alkylthio groups, halo(C,.
¢Jalkylthio groups and (C,;)alkylenedioxy groups; an
unsubstituted phenyl{C, ;)alkynyl group; or a substituted
phenyl (C,.,}alkynyl(C, ;)alkyl group having on the ring 1
to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C, ) alkyl groups,
halo(C, ;Jalkyl groups, (C,)alkoxy groups, halo(C,.
¢)alkoxy groups, (C,.¢)alkylthio groups, halo(C,.

- 12 -
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sJalkylthio groups and (C;.,)alkylenedioxy groups, R, is
a pyridyl group,
Y is an oxygen atom or a sulfur atom,

2 is

—N=C (R,) -

{wherein R, is a hydrogen atom, a (C, )alkyl group or a

halo (C,;)alkyl group), or

~N (R;) ~CH (R,) -

(wherein R, is a hydrogen atom or a (C, 4)alkyl group,
and R; is a hydrogen atom or a (C,)alkyl group),

X may be the same or different, and is a
bromine atom; an iodine atom; a hydroxyl group; a (C,)-
alkyl group; a (C,;)alkenyl group; a (C,;)alkynyl group;
a halo(C, ,)alkyl group, a (C,¢)alkoxy group:; a halo(C,
s)alkoxy group; a halo(C,¢)alkylthio group; a halo(C,)-
alkylsulfinyl group; a halo{C, ()alkylsulfonyl group: a
carboxyl group; a (C,¢)alkoxycarbonyl group; an
unsubstituted aminocarbonyl group; a substituted
aminocarbonyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C, g )alkyl groups, (C,.
¢Jalkenyl groups and (C,¢)alkynyl groups; an
unsubstituted phenyl group; a substituted phenyl group

having on the ring 1 to 5 substituents which may be the

- 13 -
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same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C.alkyl groups, haleo(C, ;)alkyl groups, (C,.
¢)alkoxy groups, halo(C,;)alkoxy groups, (C,¢}alkylthio
groups and halo(C, )alkylthio groups; an unsubstituted
phenyl (C,,)alkyl group; a substituted phenyl (C,,)alkyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C, )alkyl groups, (C;_
¢)alkoxy groups, halo(C, ¢)alkoxy groups, (C, )alkylthio
groups and halo(C, ()alkylthio groups; an unsubstituted
phenyloxy group; or a substituted phenyloxy group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,)alkyl groups, halo(C,,)alkyl groups, (C,_
¢)alkoxy groups, halo(C; ¢)alkoxy groups, (C,)alkylthio
groups and halo(C, ;)alkylthio groups; and n is an
integer of 0 to 4.

[Claim 4] A compound represented by the general

formula (II),

oo e
(II)
N&

[Formula 2]

- 14 -
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wherein X may be the same or different, and is a
bromine atom, an icdine atom; a hydroxyl group; a cyano
group; a (C,¢)alkyl group; a halo(C, ,;)alkyl group; a
(C,s)alkenyl group; a halo(C, ;}alkenyl group; a (C,.

¢) alkynyl group; a (C,.¢)alkoxy group; a halo(C,;)alkoxy
group; a (C,;)alkylthio group; a halo(C,  )alkylthio
group; a (C,)alkylsulfinyl group; a halo{(C, ) -
alkylsulfinyl group; a (C,4)alkylsulfonyl group; a
halo(C,_¢)alkylsulfonyl group; a carboxyl group; a (C,.
¢)alkoxycarbonyl group; an unsubstituted aminocarbonyl
group; a substituted aminocarbonyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,)alkyl
groups, (C,¢)alkenyl groups and (C,)alkynyl groups; a
carboxy(C,¢)alkyl group; a (C,)alkoxycarbonyl (C,_;)alkyl
group; an unsubstituted aminocarbonyl{C;.;)alkyl group; a
substituted aminocarbonyl (C,.,)alkyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,;)alkyl
groups, (C,;_g)alkenyl groups and (C, ¢ )alkynyl groups:; a
sulfonic acid group; a sulfonic acid ester group; a
sulfonamide group having a (C,¢)alkyl group, a (Cyg)-
alkenyl group or a (C,,)alkynyl group on the nitrogen
atom; an unsubstituted phenyl group; a substituted
phenyl group having on the ring 1 to 5 substituents
which may be the same or different and are selected
from the group consisting of halogen atoma, nitro

groups, cyano groups, (C,.)alkyl groups, halo(C,)alkyl
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groups, (C,;)alkoxy groups, halo(C,_;)alkoxy groups, (C,.

¢)alkylthio groups and halo(C,.)alkylthio groups, an

unsubstituted phenyl (C; ;)alkyl group; a substituted

phenyl (C, ;) alkyl group having on the ring 1 to 5

substituents which may be the same or different and are

selected from the group consisting of halogen atoms,

nitro groups, cyano groups, {(C, )alkyl groups, halo(C,_

s)alkyl groups, (C, ¢)alkoxy groups, halo(C, ;)alkoxy

groups, (C,)alkylthio groups and halo(C,;)alkylthio

groups; an unsubstituted phenyloxy group; or a

substituted phenyloxy group having on the ring 1 to 5

substituents which may be the same or different and are

selected from the group consisting of halogen atoms,

nitro groups, cyano groups, (C,s)alkyl groups, halo(C,-

Cs)alkyl groups, (C,¢)alkoxy groups, halo(C,_;)alkoxy

groups, (C,)alkylthio groups and halo(C,;)alkylthio

groups; n is an integer of 0 to 4; and Y is an oxygen

atom or a sulfur atom.

[Claim 5]

A pest controller comprising as an active

ingredient a substituted aminoquinazolinone (thione)

derivative or a salt thereof set forth in any one of

claims 1 to 3.

[Claim 6]

A pest controller comprising as active

ingredients a substituted aminoquinazolinone (thione)

derivative or a salt thereof set forth in any one of

Claims 1 to 3, and one or two or more of other

agricultural chemicals.

[Claim 7]

A method for controlling pests which

- 16 -
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comprises applying a pest controller comprising as an
active ingredient a substituted aminoquinazolinone
(thione) derivative or salt thereof set forth in any

one of claims 1 to 3, to objective crops or soil.

[Detailed Description of the Invention]

[0001]

[Technical Field Pertinent to the Invention]

The present invention relates to substituted
aminoquinazolinone (thione) derivatives or salts
thereof, intermediates thereof for preparing the same,
pest controllers and a method for using the same.

[0002]

[Related Prior Art]

Japanese Patent Unexamined Publication, JP-A-
B8-325239 discloses that aminoguinazolinone derivatives
are useful as pest controllers.

[0003]

[Problem to be solved by the Invention]

As a consequence of investigation earnestly
conducted for finding a novel pest controller, the
present inventors found that compounds of the present
invention, having the substituents in the phenyl group
which is belonging to the quinazolinone ring, possess
the same or better insecticidal effects at low dosage
as compared with compounds of Examples disclosed in the
above-mentioned JP-A-8-325239. Paticularly the

compounds of the present invention possess sufficient

- 17 -
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insecticidal effects against whiteflies under
consideration in the agricultural and horticultural
fields, consequently the present inventors have
accomplished the present invention.

The substituted aminoquinazolinone (thione)
derivatives or salts thereof represented by the general
formula (I) and the compounds represented by the
general formula (II) which are intermediates for
preparing the derivatives of the general formula (I)
are novel compounds which have not been known in any
prior art literature. Furthermore, pest controllers
containing, as the active ingredient, the substituted
aminoquinazolincne (thione) derivative represented by
the general formula (I) or salts thereof possess
excellent insecticidal effects against various insects
at low dosage as compared with conventional pest
controllers.

{0004]

{Means for Solving Problem]

The present inventors have earnestly
conducted investigation on the aminoquinazolinone
(thione) derivatives for developing a novel pest
controller having expanded insceticidal spectrum.
Finally, the inventors have found the fact that novel
aminoquinazolinone derivatives having bromine atom,
iodine atom, perflucroalkyl group, perfluoroalkoxy
group or the like in the quinazoline ring possess quite

excellent insecticidal activities as pest controllers.

- 18 -
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(0005]

The present invention relates to substituted
aminoquinazolinone (thione) derivatives represented by
the general formula (I), or salts thereof:

[Formula 3]

Xn

-2-R,
:L‘Y (I)
N

R

[where R is a hydrogen atom; a hydroxyl group; a formyl
group; a (C,,,)alkyl group; a halo(C,,Jalkyl group; a
hydroxy (C,.¢) alkyl group; a (C,s)alkenyl group; a (C,)-
alkynyl group; a {C;.z)alkoxy group; a halo(C, ) alkoxy
group; a (C,.;)alkoxy(C, y)alkyl group; a (C,)alkoxy(C,.
s}alkoxy(C,.,)alkyl group; a (C,.)alkylthio group; a
halo(C, ¢)alkylthio group; a (C,}alkylsulfinyl group; a
(C,s)alkylsulfonyl group; a (C,s)alkylthio{C,_;)alkyl
group; a di(C,¢)alkoxy(C, ;)alkyl group in which the (C,_
¢)alkoxy groups may be the same or different; an
unsubstituted amino (C,;)alkyl group;

[0006]

a substituted amino(C, ¢()alkyl group having one
or two substituents which may be the same or different
and are selected from the group consisting of (C;)alkyl
groups, halo(C,)alkyl groups, (C,)alkenyl groups and
(C,.¢) alkynyl groups; a cyano(C,)alkyl group; a (C,.

- 19 =
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¢Jalkylcarbonyl group; a (C,)alkoxycarbonyl group; a
hydroxycarbonyl (C,_,)alkyl group; a (C,.;)alkoxy-

carbonyl (C;.,)alkyl group; an unsubstituted aminocarbonyl

group; a substituted aminocarbonyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,;)alkyl
groups, (C,)alkenyl groups ﬁnd (C,¢)alkynyl groups; a
(Cy¢)cycloalkyl (C,.5)alkyl group; an unsubstituted
phenyl (C, ;)alkyl group; a substituted phenyl (C,_;)alkyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,¢)alkyl groups, halo(C,,)alkyl groups, (C,.
¢)alkoxy groups, halo(C,)alkoxy groups, (C,,)alkylthio
groups and halo{(C, ¢ )alkylthio groups:; an unsubstituted
phenylcarbonyl group; a substituted phenylcarbonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C,.)alkyl groups, halo(C,,)alkyl groups, (C,.
s)alkoxy groups, halo(C;.)alkoxy groups, (C,;)alkylthio
groups and halo(C, . )alkylthio groups:

(0007]

an unsubstituted phenylthio group; a
substituted phenylthio group having on the ring 1 to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,

nitre groups, cyano groups, (C,.)alkyl groups, halo(C,.

- 20 -
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¢Jalkyl groups, (C,)alkoxy groups, halo(C, .)alkoxy
groups, (C,¢}alkylthio groups and halo(C; ;)alkylthio
groups; an unsubstituted phenylsulforiyl group: a
substituted phenylsulfonyl group having on the ring 1
to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C,Jalkyl groups,
halo(C,s)alkyl groups, (C,,)alkoxy groups, halo{C,,)-
alkoxy groups, (C, )alkylthio groups and halo(C, ) -
alkylthio groups; an unsubstituted phenyl (C,;)alkyl-
sulfonyl group; a substituted phenyl(C, ¢)alkylsulfonyl
group having on the ring 1 to 5 substituents which may
be the same or different and are selected from the
group consisting of halogen atoms, nitro groups, cyano
groups, (C;¢)alkyl groups, halo(C, )alkyl groups, (C,.
g)alkoxy groups, halo(C, ¢ )alkoxy groups, (C,)alkylthio
groups and halo(C,  )alkylthio groups; an unsubstituted
phenyloxycarbonyl group:

[0008]

a substituvted phenyloxycarbonyl group having
on the ring 1 to 5 substituents which may be the same
or different and are selected from the group consisting
of halogen atoms, nitro groups, cyano groups, (C,.¢)alkyl
groups, halo(C,)alkyl groups, (C,¢)alkoxy groups,
halo(C, ¢)alkoxy groups, (C, )alkylthio groups and
halo(C,.;)Jalkylthio groups; an unsubstituted phenyloxy-
{C;3)alkyl group, a substituted phenyloxy(C,_,)alkyl

group having on the ring 1 to 5 substituents which may

_21_
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be the same or different and are selected from the

group consisting of halogen atoms, nitro groups, cyano

groups, (C,s)alkyl groups, halo

(C,-¢)alkyl groups, (C,.

¢)alkoxy groups, halo(C,;)alkoxy groups, (C,)alkylthio

groups and halo(C; }alkylthio groups; an unsubstituted

phenyl (C,¢) alkenyl group, a substituted phenyl (C,.

¢Jalkenyl group having on the ring 1 to 5 substituents

which may be the same or different and are selected

from the group consisting of halogen atoms, nitro

groups, cyano groups, (C,g)alkyl groups, halo(C,;)alkyl

groups, (C, ¢)alkoxy groups, halo(C,;)alkoxy groups, (C,_

¢Jalkylthio groups, halo{(C, )alkylthio groups and (C,.

;,alkylenedioxy groups;

[0009]

an unsubstituted phenyl (C, ¢)alkynyl group:; a

substituted phenyl(C,_,)alkynyl group having on the ring

l to 5 substituents which may be the same or different

and are selected from the group consisting of halogen

atoms, nitro groups, cyano groups, (C,)alkyl groups,

halo{(C; () alkyl groups, (C, ;)alkoxy groups, halo(C,.

¢) alkoxy groups, (C, Jalkylthio

groups, halo(C,.

¢)Jalkylthio groups and (C,,)alkylenedioxy groups; an

unsubstituted phenyl (C,.,)alkynyl(C, ;}alkyl group; a

substituted phenyl (C,,)alkynyl (C,;)alkyl group having on

the ring 1 to 5 substituents which may be the same or

different and are selected from the group consisting of

halogen atoms, nitro groups, cyano groups,'(Cb4)a1kyl

groups, halo{C, ;) alkyl groups,

- 22 -
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halo(C, () alkoxy groups, (C,)alkylthio groups, halo(C,.
¢)alkylthio groups and (C,,)alkylenedioxy groups; a 1, 3-
dioxolan-2-yl (C, ;)alkyl group; or a phthalimido(C,.
¢)alkyl group,

5 [0010]

R; is a 5- or 6-membered heterocyclic ring
having 1 to 3 hetercatoms which may be the same or
different and are selected from the group consisting of
oxygen atom, sulfur atom and nitrogen atom, said

10 heterocyclic ring may have 1 to 5 substituents which
may be the same or different and are selected from the
group consisting of halogen atoms, cyano groups, (C,.
sJalkyl groups, halo(C,¢)alkyl groups and (C,.)alkoxy
groups, and the nitrogen atom in the heterocyclic ring

15 may form an N-oxide group,

Y is an oxygen atom or a sulfur atom,

Z is

-N=C (R,} -

(wherein R, is a hydrogen atom, a (C,¢)alkyl group or a
halo(C, ¢()alkyl group), or
20 [0011]

-N(R;)-CH(R;) -
(wherein R, is as defined above, and R, is a hydrogen
atom, a (C,4)alkyl group, a formyl group, a (C,,)-

alkylcarbonyl group or a halo(C,.,)alkylcarbonyl group),

- 23 -
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X may be the same or different, and.is a .
bromine atom, an iodine atom; a hydroxyl group; a cyano
group; a (C, ;)alkyl group; a halo(C, ,;)alkyl group; a
(C,.¢) alkenyl group; a halo(C,)alkenyl group; a {C,.
s)alkynyl group; a (C,,)alkoxy group; a halo(C,)alkoxy
group; a (C,.¢)alkylthio group; a halo(C, }alkylthio
group; a (C,;)alkylsulfinyl group; a halo(C,_
¢Jalkylsulfinyl group; a (C,)alkylsulfonyl group; a
halo(C, ¢)alkylsulfonyl group;

' (0012]

a carboxyl group; a (C,)alkoxycarbonyl group;
an unsubstituted aminocarbonyl group; a substituted
aminocarbonyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C,.;}alkyl groups, (C,_
¢Jalkenyl groups and (C,;)alkynyl groups; a carboxy(C,_
¢Jalkyl group; a (C,,)alkoxycarbonyl(C,;)alkyl group; an
unsubstituted aminocarbonyl (C,_,)alkyl group; a
substituted aminocarbonyl (C,;)alkyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,)alkyl
groups, (C, ;lalkenyl groups and (C,,)alkynyl groups; a
sulfonic acid group; a sulfonic acid ester group; a
sulfonamide group having a {C,,)alkyl group, a (C,
¢Jalkenyl group or a (C,¢)alkynyl group on the nitrogen
atom; a (C,)alkoxysulfonyl group; a substituted
aminosulfonyl group having one or two substitutents

which may be the same or different and are selected

- 24 -
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from the group consisting of (C,_¢)alkyl groups, (C..
¢Jalkenyl groups and (C,)alkynyl groups; an '
unsubstituted phenyl group; a substituted phenyl group
having on the ring 1 to 5 substituents which may be the
same or different and are selected from the group
consisting of halogen atoms, nitro groups, cyano
groups, (C,.Jalkyl groups, halo(C,  Jalkyl groups,

[0013]

(C,-¢Jalkoxy groups, halo(C,;)alkoxy groups,
(C,-s)alkylthio groups, halo(C, }alkylthio groups, (C,.
¢) alkoxysulfonyl greups and a substituted aminosulfonyl
groups having one or two substituents which may be the
same or different and are selected from the group
consisting of (C, ;)alkyl groups, (C,.)alkenyl groups and
{C,.s)alkynyl groups; an unsubstituted phenyl (C,.;)alkyl
group; a substituted phenyl({(C,.,)alkyl group having on
the ring 1 to 5 substituents which may be the same or
different and are selected from the group consisting of
halogen atoms, nitro groups, cyano groups, (C,;)alkyl
groups, halo(C,,)alkyl groups, (C,)alkoxy groups,
halo(C, ¢)alkoxy groups, (C,¢)alkylthio groups and
halo(C, ¢)alkylthio groups; an unsubstituted phenyloxy
group; a substituted phenyloxy group having on the ring
1l to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C, ) alkyl groups,
halo(C, ;Jalkyl groups, (C, )alkoxy groups, halo(C,.
¢)alkoxy groups, (C,¢)alkylthio groups and halo(C,.

- 25 -
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¢Jalkylthio groups; and n is an integer of 0 to 4], pest
controllers containing the substituted amino-
quinazolinone (thione) derivative or salts thereof as

the active ingredient, and a method for using the pest
controllers.

[0014]

The present invention also relates to
intermediate compounds for producing the above-
mentioned derivatives, represented by the general
formula (II):

[Formula 4]

Xn

X

[wherein, X may be the same or different and is a
bromine atom, an iodine atom; a hydroxyl group; a cyano
group; a (C;¢)alkyl group; a halo{C,;;)alkyl group; a
(C,¢)alkenyl group; a haleo(C, ¢ )alkenyl group; a (C,.
¢Jalkynyl group; a (C,,)alkoxy group; a halo(C,,)alkoxy
group; a (C, g Jalkylthio group; a halo(C, ¢ )alkylthio
group; a (C,)alkylsulfinyl group; a halo(C,)-
alkylsulfinyl group; a (C,)alkylsulfonyl group; a
halo (C,¢)alkylsulfonyl groups;

{0015]

a carboxyl group; a (C,¢)alkoxycarbenyl group;

- 26 -
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an unsubstituted aminocarbonyl group: a substituted
aminocarbonyl group having one or two substituents
which may be the same or different and are selected
from the group consisting of (C,;)alkyl groups, (C..
¢)alkenyl groups and (C,;)alkynyl groups; a carboxy(C,.
¢)alkyl group; a (C.)alkoxycarbonyl{C, ,;)alkyl group; an
unsubstituted aminocarbonyl (C,;)alkyl group; a
substituted aminocarbonyl (C, ;)alkyl group having one or
two substituents which may be the same or different and
are selected from the group consisting of (C,)alkyl
groups, (C,¢)alkenyl groups and (C, )alkynyl groups; a
sulfonic acid group; a sulfonic acid ester group; a
sulfonamide group having a (C, )alkyl group, a (C,;)-
alkenyl group or a {(C,.)alkynyl group on the nitrogen
atom; an unsubstituted phenyl group; a substituted
phenyl group having on the ring 1 to 5 substituents
which may be the same or different and are selected
from the group consisting of halogen atoms, nitro
groups, cyano groups, (C,)alkyl groups, halo(C, ¢;}alkyl
groups, (C,¢)alkoxy groups, halo(C,)alkoxy groups, (C,.
¢)Jalkylthio groups and halo(C, )alkylthio groups;

[0016]

an unsubstituted phenyl (C,y)alkyl group; a
substituted phenyl (C,.,)alkyl group having on the ring 1
to 5 substituents which may be the same or different
and are selected from the group consisting of halogen
atoms, nitro groups, cyano groups, (C;)alkyl groups,

halo(C; ;)alkyl groups, (C,_;)alkoxy grouﬁs, halo(C, ) -
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alkoxy groups, (C,)alkylthio groups and halo(C,..) -
alkylthio groups; an unsubstituted phenyloxy group; a
substituted phenyloxy group having on the ring i to 5
substituents which may be the same or different and are
selected from the group consisting of halogen atoms,
nitro groups, cyano groups, (C,.)alkyl groups, halo(C,.
¢talkyl groups, (C,. }alkoxy groups, halo(C, )alkoxy
groups, (C, g )alkylthio groups and halo(C,)alkylthio
groups; n is an integer of 0 to 4; and ¥ is an oxygen
atom or a sulfur atom].

[0017]

[Mode for Carrying Out the Invention]

In the definitions of each substituents of
the substituted aminogquinazolinone (thione) derivatives
of the general formula (I} of the present invention,
the "halogen atom” means a chlorine atom, a bromine
atom, an iodine atom or a fluorine atom. The term "(C,.
12)" means 1 to 12 carbon atoms. The term "(C,;,)alkyl
group” means a linear or branched alkyl group of 1 to
12 carbon atoms, for example an alkyl group such as
methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, s-
butyl, t-butyl, n-pentyl, n-hexyl, n-heptyl, n-octyl,
n-nonyl, n-decyl, n-undecyl, n-dodecyl and the like.
The term "halo(C,_,,)alkyl group" means a substituted and
linear or branched alkyl group of 1 to 10 carbon atoms
having, as the substituent(s), one or more halogen
atoms which may be the same or different, for example

trifluoromethyl group, pentafluoroethyl group,
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heptafluorcpropyl group and the like. The term " (C,.
¢Jalkenyl group” means a linear or branched alkenyl
group of 2 to 6 carbon atoms having one or more double
bonds. The term "halo(C,)alkenyl group" means a
substituted linear or branched alkenyl group of 2 to 6
carbon atoms having, as the substituent(s), one or more
halogen atoms which may be the same or different. The
term " (C,)alkynyl group" means a linear or branched
alkynyl group of 2 to 6 carbon atoms having one or more
triple bonds.

[0018)

The term "halo(C,)alkynyl group" means a
substituted linear or branched alkynyl group of 2 to 6
carbon atoms having, as the substituent(s), one or more
halogen atoms which may be the same or different. The
term "5- or 6-membered heterocyclic ring having 1 or
more heterocatoms which may be the same or different and
are selected from the group consisting of oxygen atom,
sulfur atom and nitrogen atom™ means any 5- or 6-
membered heterocyclic ring for example, furan,
thiophene, pyrrole, oxazole, thiazole, pyrazole,
imidazole, 1,2,3-thiadiazole, 1,2,4-thiadlazole, 1,2,5-
thiadiazole, 1,3,4-thiadiazole, 1,2,4-triazole,
pyridine, pyridazine, pyrimidine, pyrazine,
pyrrolidine, piperidine, morpholine, thiomorpholine,
dithiolane, dithian, piperazine, dioxolan,

imidazolidine, tetrahydrofuran and the like.

- 29 -
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[0019])

The substituents of the substituted amino-
quinazolinone (thione) derivatives represented by the
general formula (I) are preferably as follows: R is a
hydrogen atom, a formyl group, a (C,,)alkyl group, a
(C,¢)alkenyl group, a (C,)alkynyl group, a (C,.,)-
alkylcarbonyl group, a (C,.)alkoxycarbonyl group, a (C,_
¢Jalkylthio group, a halo(C,)alkylthio group, a
phenylcarbonyl group, a substituted phenylcarbonyl
group, a substituted phenyl(C,.)alkyl group, a
substituted phenyl (C, () alkenyl group or a substituted
phenyl (C; ¢)alkynyl group; R, is a pyridyl group,
particularly 3-pyridyl group; Y is an oxygen atom or a

sulfur atom; Z is a group of the formula,

-N(R;}) -CH (R;) -

(wherein R, and R, are each a hydrogen atom or a (C,)-
alkyl group); X is a bromine atom, an iodine atom, a
halo(C,)alkyl group, a halo(C,;)alkoxy group, a halo(C,.
¢Jalkylthio group, a halo(C, ¢ }alkylsulfinyl group, a
halo(C, ¢)alkylsulfonyl group or a phenyl group); and n
may be preferably an integer of 0 to 2.

As the salt of the substituted aminoquinazo-
linone (thione) derivative of the formula {I), there
can be exemplified salts with mineral acids such as
hydrochloric acid, sulfuric acid, nitric acid, etc.,

and salts with alkali metal atoms such as sodium,

- 30 -
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potassium, etc.

[0020]

The compound of the formula (II), an
intermediate used for producing the substituted amino-
quinazolinone (thione) derivative of the formula (I)

can be produced by either of the following processes.

Production process 1.

[Formula 5]

HNNH, H0 N-NH,
NICOOR,| T A0
H H
(II1) (IXI-1)

wherein X and n are the same as defined above, R, is a
(C,¢Jalkyl group, and Hal is a halogen atom.

[0021]

A compound of the general formula (II-1) can
be produced by reacting a compound of the above general
formula (III) with hydrazine hydrate in the presence of
an inert solvent.

As the inert solvent usable in this reaction,
any inert solvent may be used so long as it does not
markedly inhibit the progress of the reaction. There
can be exemplified alcohols such as methanol, ethanol,

propanol, butanol, etc.; halcgenated hydrocarbons such
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as dichloromethane, chloroform, carbon tetrachloride,
etc.; aromatic hydrocarbons such as benzene, toluene,
xylene, monochlorobenzene etc.; nitriles such as
acetonitrile, benzonitrile, etc.; cellosolves such as
methyl cellosolve, etc.; ethers such as diethyl ether,
diglyme, dioxane, tetrahydrofuran, etc.; amides such as
dimethylformamide, dimethylacetamide, 1,3-dimethyl-2-
imidazolidinone, l-methyl-2-pyrrolidone, etc.; dimethyl
sulfoxide; sulfolane; and water. These inert solvents
may be used singly or as a mixture thereof.

[0022]

The reaction temperature may be properly
chosen in the range of room temperature to the beoiling
point of the inert solvent used, and ranges preferably
from room temperature to 90T.

Since the reaction is an equimolar reaction,
it is sufficient that the compound of the general
formula (III) and hydrazine hydrate are used in
equimolar amounts, though either of these reactants may
be used in excess. It is preferable to use hydrazine
hydrate in excess.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the desired
compound is isolated from the reaction mixture

containing the desired compound by a conventional
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method, and if necessary, purified by recrystalliza-
tion, dry column chromatography, etc., whereby the
desired compound can be produced.

The compound of the above general formula

5 (III) can be produced according to Collect. Czech.

Chem. Commn. (Vol. 55), 752 (1990).

[0023]
Production process 2.

[Formula 6]

|

Xn ?
QICHO (VII) O(CH=N‘““‘C°R4 Reduction

NO, H NO,

(VIII) (VI)

xn ] Cyclizati “? Y
N
(:) NH, I Y
QO (V) H

(IV)
Xn
Hydrolysis ﬁE:I:ﬁ‘N'NHZ
oA
| Y
H (II)
10 wherein R,, X, Y and n are the same as defined

above.
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[0024]

2-1. General formula (VIII) — general formula (VI)

A compound of the general formula (VI) can be
produced by reacting a compound of the general formula
(VIII) with a compound of the general formula (VII) in
the presence_of an inert solvent and a catalyst.

As the inert solvent usable in this reaction,
there can be used, for example, the inert solvents
exemplified in production process 1. These inert
solvents may be used singly or as a mixture thereof.

As the catalyst, there can be used inorganic
acids (e.g. hydrochloric acid and sulfuric acid),
acetic acld, p-toluenesulfonic acid, etc. The amount
of the catalyst used may be such that the catalyst is
present in the reaction system in an amount of 0.001
wt% to 10 wt% based on the weight of the compound of
the general formula (VIII).

[0025]

Since the reaction is an equimolar reaction,
it is sufficient that the compound of the general
formula (VIII) and the compound of the general formula
(VII) are used in equimolar amounts, though either of
these reactants may be used in excess.

The reaction temperature may be properly
chosen in the range of room temperature to the boiling
point of the inert solvent used, and ranges preferably
from room temperature to 90C.

Although the reaction time is varied
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depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in production process 1,
whereby the desired compound can be produced.

The compound of the general formula (VIII)
may be a commercially available one or may be produced
by nitrating a substituted benzaldehyde. Further, the
compound of the formula (VIII) can be produced
according to the method described in Journal of
Chemical Society, 1927, pp. 2375-2378.

[0026]

2-2. General formula (VI) — general formula (V)

A compound of the general formula (V) can be
produced by reducing the compound of the general
formula (VI) with a reducing agent or by catalytic
reduction in the presence or absence of an inert
solvent.

As the reducing agent, there can be used, for
example, metal hydrides such as, NaBH,CN, LiBH,CN, etc.
and reducing agents such as BH,, etc. The amount of the
reducing agent used may be properly chosen in the range
cf 1 mole to excess moles (in terms of the number of
moles of hydride as reducing agent) per mole of the
compound of the general formula (VI).

As the inert solvent usable in the reaction,

- 35 -



10

15

20

25

5

any inert solvent may be used so long as it does not
markedly inhibit the progress of the reaction. There
can be exemplified alcohols such as methanol, ethanol,
propancol, butanol, etc.:; cellosolves such as methyl
cellosolve, etc.; ethers such as diethyl ether,
diglyme, dioxane, tetrahydrofuran, etc.: ésters such as
ethyl acetate, etc.; amides such as dimethylformamide,
dimethylacetamide, 1,3-dimethyl-2-imidazolidinone, 1-
methyl-2-pyrrolidone, etc.; dimethyl sulfoxide:
sulfolane; and water. These inert solvents may be used
singly or as a mixture théreof.

[0027]

The reaction is carried out under acidic or
neutral conditions in the-pH range of 1 to 7,
preferably 4 to 6. It is sufficient that the pH is
adjusted by adding hydrogen chloride, hydrogen bromide
or the like to the reaction system.

The reaction temperature is chosen in the
range of 0C to the boiling point of the solvent, and
ranges preferably from room temperature to 70°C.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in production process 1,

whereby the desired compound can be produced.
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When catalytic reduction is carried out as
the reduction reaction, it is carried out according to,
for example, the method described in Shin Jikken Kagaku
Koza, Vol. 15-II, Maruzen Co., Ltd. As the inert
solyent usable in this case, there can be exemplified
alcohols such as methanol, ethanol, propanol, butanol,
etc.; cellosolves such as methyl cellosolve, etc.;
ethers such as diethyl ether, diglyme, dioxane,
tetrahydrofuran, etc.; hydrocarbons such as hexane,
cyclohexane, etc.; fatty acids or esters thereof, such
as acetic acid, ethyl acetate, etc.; amides such as
dimethylformamide, dimethylacetamide, 1,3-dimethyl-2-
imidazolidinone, l-methyl-2-pyrrolidone, etc.; and
ureas such as tetramethylurea, etc. These inert
solvents may be used singly or as a mixture thereof.

(0028]

As the catalyst used in the reduction
reaction, there can be exemplified typical catalysts
for catalytic reduction, such as palladium-carbon,
palladium black, platinum dioxide, Raney nickel, etc.
The amount of the catalyst used may be properly chosen
in the range of 0.1% molar equivalent to 5% molar
equivalent, preferably 0.5% molar equivalent to 1%
molar equivalent, relative to the compound of the
general formula (VI).

The hydrogen pressure in the reaction ranges
from atmospheric pressure to 300 atmospheres,

preferably from atmospheric pressure to 50 atmospheres.
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569
Loss

There action temperature may be properly
chosen in the range of room temperature to the boiling
point of the inert solvent used, and ranges preferably
from room temperature to 70T,

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in the case of using the
reducing agent, whereby the desired compound can be
produced.

[0029]

2-3. General férmula (V) — general formula (IV)

A compound of the general formula (IV) can be
produced by reacting the compound of the general
formula (V) with 1,1’-carbonylbis-1H-imidazole (CDI),
an alkoxycarbonyl halide, phosgene or thiophosgen in
the presence of an inert sclvent and in the presence or
absence of a base.

As the inert solvent usable in the reaction,
there can be exemplified ethers such as diethyl ether,
diglyme, dioxane, tetrahydrofuran, etc., and aromatic
hydrocarbons such as benzene, toluene, xylene, etc.
These inert solvents may be used singly or as a mixture
thereof.

As the base, an inorganic base or an organic
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base may be used, and there can be exemplified

inorganic bases such as hydroxides and carbonates of

alkali metals and alkaline earth metals [e.g. sodium

hydroxide, potassium hydroxide, magnesium hydroxide,

sodium carbonate, sodium hydrogencarbonate and

potassium carbonate), and organic bases such as

triethylamine and pyridine. Wwhen CDI is used as a

reactant, the reaction can be carried out without a

base.

[0030]

The amount of the base used 1s 2 moles or

more per mole of the compound of the general formula

(V).

The reaction temperature may be properly

chosen in the range of room temperature to the boiling

point

of the inert solvent used, and ranges preferably

from room temperature to 100°C.

Although the reaction time is varied

depending on the scale of reaction, the reaction

temperature, etc., it ranges from several minutes to 48

hours.

After completion of the reaction, the

reaction mixture containing the desired compound is

treated in the same manner as in production process 1,

whereby the desired compound can be produced.

2-4,

[0031]
General formula (IV) — general formula (II)

A compound of the general formula (II) can be
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produced by hydrolyzing the compound of the general
formula (IV) under basic condition in the presence of
an inert solvent.

As the inert solvent usable in this reaction,
there can be exemplified alcohols such as methanol,
ethanol, propanol, butanol, etc.; aromatic hydrocarbons
such as benzene, toluene, xylene, etc.; ethers such as
diethyl ether, diglyme, dioxane, tetrahydrofuran, etc.;
and water. These inert solvents may be used singly or
as a mixture thereof.

As the base, there can be used hydroxides of
alkali metals or alkaline earth metals, such as sodium
hydroxide, potassium hydroxide, magnesium hydroxide,
etc.

Depending on the alkyl group for R,, the
reaction can be carried out also under acidic
conditions by using an organic or inorganic acid such
as trifluoroacetic acid or hydrochloric acid.

The reaction temperature may be properly
chosen in the range of 0°C to the boiling point of the
inert solvent used.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours,

After completion of the reaction, the
reaction mixture containing the desired compound is

treated in the same manner as in production process 1,
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whereby the desired compound can be produced.

{0032}

Typical examples of the compounds of the
general formula (II) produced by production processes 1
and 2 are given in Table 1 but they are not intended in

any way to limit the scope of the present invention.
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[Formula 7]
Xn
N"NHZ
,\ (II)
N
I
H
(0033]
Table 1
O No. Xn Y [Physical property
(:> II-1 5-0H O | Crystal
II-2 6-0OH O | Crystal
II-3 7-OH 0 | Crystal
II-4 8-OH O | Crystal
II-5 5-Br o)
II-6 6-Br 0 | Crystal
I1-7 7-Br 0
II-8 8-Br 0
II-9 5-I o]
O II-10 6-1 0 |m.p.202.3-205.0 C
<:> II-11 7-1 o
II-12 8~-I @]
II-13 5-CF, 0
II-14 6-CF; 0 | m.p.155-157.7 C
II-15 7-CFs 0]
II-16 8-CFs o]
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[0034]

Table 1 {Continued)

No. Xn Y |Physical property
II-17 5=C3F3; O

I1I1-18 6-CyFs 0 | m.p.178.4-183.5 C
I1-19 7=C3F» 0

I1-20 8-CaFs o)

I1-21 5-i-CaF- o)

I11-22 6-1-CaFs O {m.p.147.6-149.5 C
11-23 7=-1i=-C3F, o)

II-24 8-i-CaF» o

II-25 5-n~CeFis 0

II-26 6-n-CesF1a O | Crystal

I1-27 7-n=CeF 2 o)

I1-28 8-n-CeFis 0

II-29 5-0CFj 0

II-30 6-0CF; 0 | m.p.181.5-184.0
II-31 7-0CF; 0

II-32 B-OCFa o]

I1-33 5-0CH3;-Ph 0 Crystal

II-34 6-0OCHs-Ph ¢

II-35 7-0CHz-Ph 0

I1-36 8-0OCHy-Ph 0 | Crystal

I1-37 5-0CHF 0

II-38 6-OCHF» 0 | crystal

II-39 7-0CHF 2 o)
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[0035]

Table 1 {(Continued)

No. Xn Y Physical property
I1-40 8-OCHF; 0
IT-41 5-SCF, 0
II-42 6-SCF\ o
I1-43 7-SCFs 0
I1-44 8-SCF, o
(:> I1-45 5-SCaFs o
O II-46 6-SCaF's o)
I1-47 7-SCaFs o
I1-48 8-SCaFs Q
II-49 5-5-1i-CsFy o
II-50 6-S-1-CaF; o
II-51 7-8-i-CsFy 0
II-52 8-8-i-CaFy ¢
II-53 5-SOCF» o
II-54 6-SOCF3 o
(:) II-55 7-SOCF3 o
(:> II-56 8-SOCF, o
II-57 5-S03CFs o
II-58 6-8S0:CF; o
II-59 7-50:2CF 3 0
II-60 8-S0,CFa 0
I1I-61 5=-50C;Fs 0
II-62 6-SOCaFs 0
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[0036]
Table 1 (Continued)
No. Xn Y Physical property
II-63 7-50CsFs o
II-64 B-SOCaFs o
II-65 5-S03CsFs 0
II-66 6—S03C3Fs o)
II1-67 7-502CaFs 0
<:) II-68 B-S02CaFs o
<:? II-69 5-50-i-CsFy 0
II-70 6-5S0-1-CaFs 0
II-71 7-S0-i-C3Fy o
II-72 8-80-i-CyFy O
I1-73 5-503-i-CiF, o
II-74 6-S02-i~-CyF, 0
II-75 7-50:~i-C3F, 0
11-76 8-S02-i-CsF+ o
II-77 5-CO0C3Hs 0
(:) 11-78 6-COOCzHs o
O II-79 7-COOC3Hs 0
II-80 8-COOC;Hs 0
II-81 5-COOH o
II1-82 6-COOH o)
II-83 7-COOH o
II-84 8-COOH o
II-85 5-Ph o
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[0037]

Table 1 (Continued)

No. Xn Y |Physical property
II-86 5~Ph o

I1I-87 5-Ph O

I1-88 5-Ph o)

II-89 5~ (p-Cl-Ph) o

I1I-90 6- (p-C1-Ph) 0

II-91 7-(p-C1-Ph) o

I1-92 8- (p-Cl-Ph) o

II-93 5-0-Ph 0

II-94 6-0-Ph o

II-95 7-0-Ph (¢

II-96 8-0-Ph o)

II-97 5-n-C4H. 0

1I-98 6-n-C.Ho o

II-99 7-n-C4H:» 0

I1-100 B8-n-C4Hs o

II-101 5-0CF3;CHF 2 o)

I1I-102 6-OCF3CHF, 0 | m.p.194.8 C
II-103 7-OCFaCHF2 0

II-104 8-0CF:CHF' o
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[0038]

Table 2 shows NMR data of the following

compounds listed in Table 1.

Table 2
No. '"H-NMR [DMSO-de/TMS, 8§ (ppm) ]

II-1 | 4.36(2H,s), 4.65(2H,br), 6.20(1H,d), 6.34(1H,d),
6.89(1H,t), 9.12(1H,br), 9.62(1H,s).

II-2 | 4.45(2H,s), 4.65(2H,s), 6.51-6.63(3H,m),

(:) 9.00(1H,s), 9.60(1H,brs).
<:? II-3 | 4.48(2H,s), 4.65(2H,s), 6.23-6.35(2H,m),
6.85(1H,d), 9.05(1H,s). 9.63(1H, s)

IT-4 | 4.46(2H,s), 4.65(2H,s), 6.57(1H,d), 6.64-
6.74(2H,m), 7.95(1H,d), 9.60(1H,brs).

I11-6 | 4.48(2H,s), 4.66(2H,s), 6.74(1H,m), 7.18(1H,m),
7.30(1H,m), 9.43(1H,s).

II-18 | 4.56(2H,s), 4.70(2H,s), 6.95(1H,d), 7.40-
7.50{2H,m), 9.83(1H,s).

11-26 | 4.56(2H,s), 4.70(2H,s), 6.94(1H,d), 7.43-

O 7.48 (2H,m), 9.74(1H,s).
O II-33 | 4.48(2H,s), 4.69(2H,s), 5.00(2H,s), 6.30(1H,d),
6.45(1H,d), 7.05(1H,t), 7.25-7.40(6H,m).

II-36 | 4.48(2H,s), 4.68(2H,s), 5.19(2H,s), 6.71(1H,d),
6.82(1H,t), 6.92(1H,d}, 7.30-7.40(3H,m),
7.51(2H,d), B8.18(1H,s).

II1-38 | 4.48(2H,s), 4.65(2H,s), 6.76-6.79(1H,d,J=8.7Hz),
6.95-7.00(2H,m), 6.80-7.30(1H,t,J=7.46),
9.37(1H,s).
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[0039]

Typical examples of process for producing the
aminoquinazolinone (thione) derivative of the general
formula (I) or salt thereof of the present invention

are schematically shown below.

Production process 3.

[Formula 8]
Xn ? Xn
RI—C_RZ
-NH, _ (X) | N-N=C(R;)R,
NNy IT)\Y
) :
(II) Reduction (I-1)
l R-Hal
{IX)
Xn Xn
Ef:I:“N-NHCH(Rz)RI EE:IT"N-Nactnz)RI
IT/'\Y hll)\y
H R
(I-2) (I-3)
R-Hal Reductlon
(1X) x1)
Xn Xn
EE:I:"N—NH—CH(RZ)RI Ei:I:"N-N(RG)—CH(R,)RI
NJ\Y R.-Hal N)\Y
‘ XI) '
R R
(I-4) (I-5)
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wherein R, R,, R;, Ry, X, n, Y and Hal are the same as _
defined above except that each of R and Ry is not a
hydrogen atom.

[0040]
3~1. General formula (II) — general formula (I-1)

An aminoquinazolinone (thione) derivative of
the general formula (I-1l) can be produced by reacting a
compound of the general formula (II) with a compound of
the general formula (X) in the presence of an inert
solvent and a catalyst.

In the case of this reaction, the desired

compound can be produced in a manner similar to that

described in production process 2-1.

3-2, General formula (I-1) — general formula (I-3)

An aminoquinazolinone (thione) derivative of
the general formula (I-3) can be produced by reacting
the aminoquinazolinone (thione) derivative of the
general formula (I-1) with a compound of the general
formula (IX) in the presence or absence of an inert
solvent and a base.

[0041]

As the inert solvent usable in this reaction,
there can be used, for example, the inert solvents
exemplified in production process 1.

As the base, an inorganic base or an organic
base may be used. In addition to the inorganic or

organic bases exemplified in production process 2-3,
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there can also be used alkoxides such as CH,0ONa, C,H.ONa,
t-CH,ONa, CH,OK, C,H,OK, t-C,H,0K, etc., and alkali metal
hydrides such as NaH, etc. The amount of the base used
may be properly chosen in the range of 1 mole to excess
moles per mole of the aminoquinazolinone (thione)
derivative of the general formula (I-1l).

The reaction temperature may be chosen in the
range of 0C to the boiling point of the inert solvent
used, and ranges preferably from room temperature to
70°C.

Although the reaction time is varied
depending on the scale of reaction, the reaction
temperature, etc., it ranges from several minutes to 48
hours.

After completion of the reaction, the
reaction mixture containing the desired compound is
treated in the same manner as in production process 1,
whereby the desired compound can be produced.

[0042]

3-3. General formula (I-1l) — general formula (I-2)

In the case of this reaction, the desired

compound can be produced in a manner similar to that

described in production process 2-2.

3-4. General formula (I-2) — General formula (I-4)
An aminoquinazolinone (thione) derivative of
the general formula (I-4) can be produced by reacting

the aminoquinazolinone (thione) derivative of the

- 50 -



10

i5

20

general formula (I-2) with the compound of the formula
(IX) in the presence or absence of an inert solvent and
a base.

In the case of this reaction, the desired
compound can be produced in a manner similar to that

described in production process 3-2.

3-5. General formula (I-4) — general formula (I-5)

An aminoquinazelinone (thione) derivative of
the general formula (I-5) can be produced by reacting
the aminogquinazolinone (thione) derivative of the
general formula (I-4) with a compound of the general
formula (XI) in the presence or absence of an inert
solvent and a base.

In case of this reaction, the desired
compound can be produced in a manner similar to that

described in production process 3-2.

3-6. General formula (I-3) — general formula (I-5)
In case of this reaction, the desired
compound can be produced in a manner similar to that

described in production process 2-2.
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[0043] . W

Typical examples of the aminoquinazolinone
(thione) derivative of the formula (I) or salt thereof
of the present invention are given in Tables 3 and 4.
However, the scope of the present invention is not
restricted by these examples.

(Formula 9]

Xn
N
R
[0044]

Table 3 (R;=Q,, R,=H, ¥Y=0)

=z
o)
b o)

Xn Physical property

5-OH m.p.293-295 C
6-0OH
7-0H
8-OH m.p.>300C
5-Br
6-Br m.p.>300C
7-Br
8-Br
S5-I

6-1 m.p.>300C
7-1
8-1

O @ oy B W N

=
o

-
[
- - - - - A A I - < R

-
N
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Table 3 (Continued)

[0045]

No. R Xn Physical property
13 H 5-CF,

14 H 6-CF m.p.227.6-286.7 C
15 H 7=-CF»

16 H 8-CFs

17 H 5-CaFs

18 H 6-C3Fs m.p.298-300 T

19 H 7-C:Fs

20 H 8-CaFs

21 H 5-1-CsF+

22 H 6-i-C3Fs m.p.>300C

23 H T=-i-CaF>

24 H 8-i-CaFr

25 H 5-n—-CeF1s

26 H 6-n—CeF:3 m.p.>300C

21 H 7-n-CeF:3

28 H B-n-CeF13

29 H 5-0CF,

30 H 6-OCF3 m.p.264.0-266.0 C
31 H 7-0CF's

32 H 8-OCF

33 H 5-CHs-Ph

34 H 6-CHa~-Ph

35 H 7-CH3s—-Ph
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Table 3 {(Continued)

[0046]

No. R Xn Physical property
36 H 8-CHs—-Ph
37 H 5-0OCHF;

38 H 6—OCHF, m.p.260.1-264.5 C
39 H T—-OCHF 2

40 H 8-OCHF

41 H 5~SCFa

42 H 6-SCFa

43 H 7-SCF

44 H B-SCFs

45 H 5-8C:Fs

46 H 6-5C3Fs

47 H 7-SC4Fs

48 H 8-5SCsFs

49 H 5=5-1i-CsFy
30 H €6-S-i-CaFy
51 H 7-8-1-CaF;
52 H 8-5-1-C53F,
53 H 5-SOCF,

54 H 6-SOCFa

55 H 7-SOCFa

56 H 8-SOCFa

57 H 5=503CF,
58 H 6-S03CF3
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Table 3 (Continued)

[0047)

No. R Xn Physical property
59 H 7-50:CF

60 H 8-S04CF,

61 H 5-S0C1Fs

62 H 6-50C;Fs

63 H 7-50C:Fs

64 H 8-S0C3Fs

65 H 5-S04CsFs

66 H 6-5S0:C2Fs

67 H 7-502CaFs

68 H 8-504C2Fs

69 H 5-S0-1-CaFr
70 H 6-S0-1-C,F;
71 H 7-80-1-C3Fy
72 H 8-50-1-CaFy
73 H 5-503-i-CaFy
74 H 6-S03-1-CsFy
75 H 7-50:-1i-CsFy
76 H B-SO2—-i~CaFry
77 H 5-COOC3Hs

78 H 6—COOC2H; m.p.274-278 C
79 H 7-COOC3Hs

80 H 8~COOC3H,

81 H 5-COOH
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[0048]

Table 3 (Continued)

No. R Xn Physical property
82 H 6-COOH

83 H 7-COOH

84 H 8-COOH

85 H 5-Ph

86 H 6-Ph m.p.250.9-253.8 C
87 H 7-Ph

88 H 8-Ph

89 H 5~-(4-Cl1-Ph)

90 H 6-(4-C1-Ph) | m.p.276-278 C

91 H 7-(4-Cl-Ph)

92 H 8~ (4-C1-Ph)

93 H 5-0-Fh

94 H 6-0-Ph

95 H 7-0-Ph

96 H 8-0-Ph

97 H 5-n-C4H,

98 H 6-n-C.H,s

99 H 7-n-C.Hs
100 H B-n-C.Hs
101 CH, 6-I m.p.181.4-185.3
102 C,Hs 6-1 m.p.191.5-194.5
103 n-C.H;, 6-1 m.p.1.4126(28.5)
104 CH:C=CH 6-1 m.p.214-217
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[(0049]

Table 3 (Continued)

No. R Xn Physical property
105 CH2:CH=CH; 6-I m.p.162-164
106 CHz0C3Ha 6-I m.p.111.3-161.7
107 CHa (4-Cl-pH) 6-I m.p.146-149
108 COCH, 6-I m.p.186-188
109 COC,H, 6~-I m.p.135-139
110 SO,CH, 6-I m.p.174-181
111 SO,Ph 6-1 m.p.199-205
112 H 6-0CF3;CHF; | m.p.251.6-263.3
113 CO-c~C,H, 6-1 m.p.172-175
[0050)
[Formula 10]
Xn

N /NRs-CH. (Rz) R1

N

I
R
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{0051}
Table 4 (R,=H, Y=0, R,=H, except for the group noted
specially.)
No R Ra Xn Physical property
114 H Qa 5-0H
115 H Qs 6-0H m.p.223-225 C
116 H Qs 7-0H m.p.258-259 C
117 H Qs 8-OH m.p.177-180 C
118 H Qa 5-Br
119 H Qs 6-Br n.p.>300C
120 H Q= 7-Br
121 H Q: 8-Br
122 H Qa 5-I
123 H Qa 6-1
124 H Qs 7-1
125 H Q2 8-1
126 H Qs 5-CF,
127 H Qs 6-CFa m.p.191.0-193.1 C
128 H Qs 7-CFa
129 H Q2 B8-CFa
130 H Q2 5-CyFs
131 H Qa 6-C3Fs
132 H Qs 7-CaFs
133 H Qa 8-C3Fs
134 H Qs 5-1i-C3F;
135 H Qs 6-i-CaF7; | m.p.159.4-161.0 C
136 H Qs 7-i=CaF»
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[0052]

Table 4 (Continued)

No R Rj Xn Physical property
137 H Qs 8-i-CaFy

138 H Q2 5-n-CeFia

139 H Q: | 6-n-CuF,s m.p.153.9-164.7 C
140 H Qs T-n=CeFa

141 H Qs B8-n—-CqF.s

142 H Qa 5-0CFs

143 H Q2 6-0CFa nD 1.5233(22.67)

144 H Qa 7-OCFa

145 H Qa B-OCF,

146 H Qs 5-CHz:-Ph

147 H Qs 6-CH;~-Ph

148 H Q2 7-CHz:-Ph

149 H Qa 8-CHs-Ph

150 H Qs 5-0OCHF

151 H Qs 6-OCHF, m.p.129.7-130.2 C
152 H Qs 7-OCRF»

153 H Qs 8-0OCHF,

154 H Qs 5-5CF,

155 H Q2 6-SCFa

156 H Q2 7-SCFs

157 H Q: 8-SCF,

158 H Q2 5-SCaFs

159 H Qs 6~-SCaFa
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[0053]

Table 4 (Continued)

No R Rs Xn Physical property
160 H Q2 7-SCaFs
161l H Q- 8-SC:Fs
162 H Qa 5=-5-1-CsFy
163 H Q2 6-S-i-CsF:
164 H Qz 7-8~i-CsF>

Cp 165 B Q2 8-S-i-C\F,
166 H Q2 5-5S0CF»
167 H Q2 6-SOCF,
168 H Qa 7~SOCFa
169 H Q= B-SOCF»
170 H Qs 5-S03CFs
171 H Q2 6-S0aCFa
172 H Qs . 7-S01CF3
173 H Qa 8~S0:CF3
174 H Qi 5-S0OC32Fs
8 175 H Q2 6-SOC;3Fs
176 H Q: 7-SOC3Fs
177 H Qs 8-S0Cz2Fs
178 H Qs 5-502CyFs
179 H Qs 6-S02CaFs
180 H Q= 7=S04C3Fs
181 H Q2 B-S02CyFs
182 H Qu 5-S0-i~-Cs3Fy
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Table 4 (Continued)

[0054]

Al

No R Ra Xn Physical property
183 H Q= 6-SO0-i-CiF,
184 H Q2 7=S0-i=-CyF7
185 H Q1 8-5S0-i-CyF;
186 H Qs 5-S02~i~CiF7
187 H Q2 s-so,;i—c.F,
188 H Q2 7-803-i-C;sFy
189 H Q2 8-50;-i-C,yF;
190 H Q2 5-CO0C3Hs
191 H Q: 6-COOC:H»
192 H Q: 7-COOC3Hx
193 H Q2 8-COOC.H,
194 H Q2 5-COOH
195 H Qs 6-COOH
196 H Qa 7-COOH
197 H Q2 8-COOH
198 H Qa 5-Ph
199 H Qs 6-Ph
200 H Qa 7-Ph
201 H Q2 8-Ph
202 H Q: 5-(4-C1-Ph)
203 H Qa 6= (4-C1-Ph)
204 H Q2 7-(4-C1l-Ph)
205 H Qs 8- (4-Cl-Ph)
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[0055]

Table 4 (Continued)

No R Rs Xn Physical property

206 H Q2 | 5-0-Ph

207 H Qs | 6-0-Ph

208 H Qa | 7-0-Ph

209 H Qa | 8-0-Ph

210 H Q2 | 5-n-C.Hs

211 H Q2 | 6-n-C.H,

212 H Qz { 7-n-C.H,

213 H Q2 | 8-n-C.H,

214 H Q: | 6-OCF;CHF; m.p.168.7-173.9 C

215 H Qs | 6-CF(CFa) s m.p.239.7-243.5C

216 H Q: | 6=CF(CF)) m.p.209.9-213.4C
(R,=COCF)

217 CHs Qs | 6—OCF, nD 1.5467(23.6T)

218 C,H, Qa2 | 6-OCFa nD 1.5360(24.37C)

219 COCH, Q: | 6-0OCF, nD 1.5478(24.17C)

220 COC,Fs Qa | 6-OCF, nD 1.5174(25.97C)

221 | CHsCH=CH;| Qa | 6-OCFa m.p.92.5C

222 CHyC=CH | Q2 | 6-OCFa nD 1.5325(24.27C)

223 CH(CHs): | Qa | 6-OCF, nD 1.5370(24.8%C)

224 H .| Q2 | 6-OCFs nD 1.5380(26.07C)
(Ry=COC3Hs)

225 CHsC=CH | Q2 | 6-Br nD 1.5760(26.27C)

226 CHaSCHa | Qa2 | 6-Br nD 1.6030(27.07)
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[0056]

Table 4 (Continued)

No R Rz Xn Physical property
227 | CaHs Qz| 6-Br nD 1.5974(26.97)
228 | i-CsH, Q:| 6-Br nD 1.4680(28.0%C)
229 | COCH, Qi| 6-Br nD 1.5930(27.27)
230 | COC3H,s Qa{ 6-Br nD 1.5861(26.87C)
231 | CHa-(4-Cl-Ph) ! Qi| 6-Br nD 1.5885(27.3C)
232 | CO-Ph Qs| 6-Br m.p.>300C

233 | CH, Qs:| 6-OCHF:; | nD 1.5613(27.9%C)
234 | CaHs Q:| 6~OCHF; | nD 1.5354(26.4TC)
235 | n-CeHy Qs] 6-OCHF; | nD 1.5590(25.87)
236 | CHa=(2-NO,-Ph) | Q«| 6-OCHF, | nD 1.5917(27.97C)
237 | i-CiHs Qs| 6-OCHF; | nD 1.5557(26.4C)
238 | CHz- (4-CH:0-Ph) | Qi| 6-OCHF, | nD 1.5668(26.5TC)
239 | COCHy Qu| 6-OCHF; | nD 1.5503(26.1%C)
240 | COC,H, Qaz| 6-OCHE, | nD 1.5470(26.2%C)
241 | CO-1-CsH, Q:| 6-OCHF» | nD 1.5196(28.37C)
242 | CO-Qu Q:| 6-OCHF:; | m.p.148-155TC
243 | CHs Q:| 6-CF,CHF; | nD 1.5320(26.27C)
244 | CaHs Qs| 6-CF,CHF; | nD 1.5239(26.7C)

- 63 -




10

15

20

25

{0057)

The abbreviations in Table 3 and Table 4

stand for the following substituents;

C

Ph :
Q :
Q, :
Q; :
Q :
Q :
Qs :

Q;
Q,
Q,

Qi
Q, :

: aliphatic hydrocarbon group

phenyl group

2-pyridyl group
3-pyridyl group
4-pyridyl group
2-pyridyl-N-oxide group
3-pyridyl-N-oxide group
4-pyridyl-N-oxide group

: thiazol-5-yl group
: furan-2-yl group
: 1,3-dioxolan-2-yl group

phthalimid-1-yl group
thiophene-2-yl group

[0058]

[EXAMPLES]

Typical examples of the present invention are
described below, however the scope of the present

invention is not restricted by said examples.

[0059]

Example 1

Preparation of 3-amino-3,4-dihydro-6-trifluoro-

methoxy-2-(1H)-quinazolinone {(Compound No. II-30)
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[Formula 11]

cl
F,CQ
FyC 3 NH
3 H,NNH, H,0 \(:E\N/ 2
Y
NHCOOCH, H

In 20 ml of methanol was dissolved 2.84 g
(0.01 mole) of methyl 2-chloromethyl-4-trifluoro-
methoxyphenylcarbamate, then 5 g (0.1 mole) of
hydrazine hydrate was added to the solution, and the
reaction was conducted by heating under reflux for 3
hours.

After completion of the reaction, the
remainder of hydrazine hydrate and the solvent were
removed from the reaction mixture containing the
desired compound by distillation under reduced pressure
to obtain a crude product. The resulting crude product
was recrystallized from 95% methanol to obtain 2.22 g
of the desired compound.

Physical property: m.p. 181.5 - 184° C.
Yield: 90%.
[0060]
Example 2
Preparation of 3-amino-3,4-dihydro-6-pentafluoro-

ethyl-2-(1H)-quinazolinone (Compound No. II-18)
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[Formula 12]

C,F - NH
CFs H,NNH, H,0 > \O:\N ~NH,
N

(o)

NHCOOCH,

In 20 ml of methanol was dissolved 3.18 g

(0.01 mole) of methyl 2-chloromethyl-4-pentafluoro-

ethylphenylcarbamate, then 5 g (0.1 mole) of hydrazine

hydrate was added to this solution and the reaction was

conducted by heating under reflux for 3 hours.

After completion of the reaction, the

remainder of hydrazine hydrate and the solvent were

removed from the reaction mixture containing the

desired compound by distillation under reduced pressure

to obtain a crude product. The resulting crude product

was recrystallized from 95% methanol to obtain 2.53 g

of the desired compound.

Physical property: m.p. 178.4 - 183.5° C.

Yield: 90%.
[0061]

Example 3

Preparation of 3-(3-pyridylmethylideneamino)-3,4-

dihydro-é-trifluorocmethoxy-2(1H)-quinazolinone

(Compound No. 30)
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[Formula 13}

’ Na’NHz 3 ‘\[:::I:“\foN
N* H*
H

0 0

To 10 ml of methanol were added 0.62 g (2.5
mmoles) of 3-amino-3,4-dihydro-6-trufluoromethoxy-
2(1H)-quinazolinone, 0.27 g (2.5 mmole) of
nicotinaldehyde and 1 drop of sulfuric acid, then the
reaction was conducted by heating under reflux for 3
hours.

After completion of the reaction, the
crystals precipitated in the reaction system were
collected by filtration and dried to obtain 0.76 g of
the desired product.

Physical property: m.p. 264.5 - 266.0° C.
Yield: 93%.
[0062]
Example 4
Preparation of 3-[l1-(3-pyridylmethideneamino)-3,4-
dihydro-6-pentafluoroethyl-2(1H)-quinazolinone

(Compound No. 18)
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[Formula 14]

U\N o — N
H H 0

(o]

To 10 ml of methanol were added 0.74 g (2.5
mmols) of 3-amino-3,4~dihydro-6-pentafluoroethyl-2(1H)~
i:} quinazolinone, 0.27 g (2.5 mmols) of nicotinaldehyde
5 and 1 drop of sulfuric acid, then the reaction was
conducted by heating under reflux for 3 hours.

After completion of the reaction, the
crystals precipitated in the reaction system were
collected by filtration and dried to obtain 0.78 g of

10 the desired product.
Physical property: m,p. 298.0 - 300.0° C.
Yield: 84%.
8 [0063]
Example 5
15 Preparation of 3-(3-pyridylmethylamino)-3, 4-
dihydro-6-trifluoromethoxy-2 (1H)-quinazolinone
(Compound No. 143)
[Formula 15]

3 - 3 ’ﬂ‘\/ﬂ::L
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To 30 ml of acetic acid were added 3.36 g
(2.5 mmols) of 3-(3-pyridylmethylideneamino)-3,4-
dihydro-6-trifluoromethoxy-2 {1H) -quinazolinone and 0.2
g of 5% palladium-carbon, then the hydrogenation was
conducted at 3 to 4 kg/m’.

After the absorption of a theoretical ;mount
of hydrogen, the catalyst was removed from the reaction
mixture by filtration, and the solvent was removed by
distillation under reduced pressure. The residue was
neutralized by adding a 20% aqueous sodium hydroxide
solution and the desired compound was extracted with
chloroform (20 ml X 3). The extracted solution was
washed with water and an aqueous solution saturated
with sodium chloride, dried over anhydrous magnesium
sulfate, the solvent was removed by distillation under
reduced pressure. The resulting crude product was
purified by a silica gel column chromatography (ethyl
acetate-methanol=10:1) to obtain 2.5 g of the desired
compound.,

Physical property: nD 1.5233 (22.6° C).
Yield: 74%.
[0064]
Example 6
Preparation of l-methyl-3-(3-pyridylmethylamino)-
3,4~dihydro-6-trifluoromethoxy-2 (1H) -quinazolinone

(Compound No. 217)
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[Formula 16]

o]

p,mmi,avg __F,co\(:qi:ﬁv@
I

CH

In 10 ml of dimethylformamide was dissolved
0.68 g (2.0 mmols) of 3-(3-pyridylmethylideneamino)-
3,4-dihydro-6-trifluoromethoxy-2 (1H}-quinazolinone. To
the solution, 0.09 g of sodium hydride (62.4%) was
added, and the reaction was conducted at room
temperature for 30 minutes, then 0.34 g of methyl
iodide was added thereto and the reaction was conducted
for 4 hours.

After completion of the reaction, the
reaction mixture was poured into an ice-water, the
desired compound was extracted with ethyl acetate (20
ml X 3). The extracted solution was washed with water
and saturated aqueous sodium chloride, dried over
anhydrous magnesium sulfate, and the solvent was
removed by distillation under reduced pressure. The
resulting crude product was purified by a silica gel
column chromatography (ethyl acetate-methanol=10:1) to
obtain 2.5 g of the desired compound.

Physical property: nD 1.5467 (23.6C).
Yield: 50%.
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[0065]
Example 7
7-1. Preparation of t-butyl 2-(5-hydroxy-2-
nitrophenylmethylidene)carbazate

5 [Formula 17]

H
HO\(ICHO H,NNHCOOC Hy—t Q\O:§N /ﬂ ™ COOC, Hg-t

NO, NO,

To 20 ml of methanol were added 3.34 g (0.02
mole) of 5-hydroxy-2-nitrobenzaldehyde, 2.64 g (0.02
mole) of ft-butyl carbazate and 1 drop of sulfuric acid,
and the reaction was conducted by heating under reflux

10 for 3 hours.

After completion of the reaction, the
reaction mixture was cooled to room temperafure, the
crystals precipitated were collected by filtration to
obtain 5.06 g of the desired compound.

15 'H-NMR [CDC1,/TMS, § {ppm)}
1.57 (9H, s), 6.84 (1H, d.d), 7.66 (1H, d),
7.94 (1H, d), 8.42 (1H, br.s), 8.46 (1H, s).
Yield: 90%.

[0066]

20 7-2. Preparation of t-butyl 2-(5-methoxycarbonyloxy-

2-nitrophenylmethylidene)carbazate
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[Formula 18}

H,COOC-
H i 3 R
e 7N\
N ¢ - N COOC, Hg=t
m PR cacoocs, e

In 15 ml of tetrahydrofuran were dissolved
4.22 g (0.015 mole) of t-butyl 2-(5-hydroxy-2-
/nitrophenylmethylidene)carbazate obtained in Example 7-
5 1 and 1.67 g (0.0165 mole) of triethylamine, then the
solution was cooled to 0° C. By taking 15 minutes, to
the solution was added dropwise 1.56 g (0.0165 mole) of
methyl chlorofomate dissolved in 5 ml of tetrahydro-
furan, then the reaction was continued at room
10 temperature for 3 hours. After completion of the
reaction, the reaction mixture was poured into 20 ml of
water, and the desired compound was extracted with
ethyl acetate (20 ml X 3). The extracted solution was
washed with water and saturated aqueous sodium
15 chloride, dried over anhydrous magnesium sulfate, then
the solvent was removed by distillation under reduced
pressure. The resulting crude product was
recrystallized from hexane-ether to obtain 4.6 g of the
desired compound.
20 'H-NMR [ (CDC1,/TMS, & (ppm)]
1.54 (94, s), 3.93 (3H, s), 7.33 (1H, d.d),
8.06 (1H, d), 8.14 (1H, d), 8.21 (1H, br.s),
8.45 (1H, s).
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Yield: 90%.
[0067]
7-3. Preparation of t-butyl 2~(2-amino-5-
methoxycarbonyloxyphenylmethyl)carbazate
[Formula 19]

H,COOC~

HyCO0C-0 i f
mv Rl N7 Nooocyay-t
0, Hy

To 50 ml of methanol were added 4.4 g {0.013
mole) of f£-butyl 2-(5-methoxycarbonyloxy-2-nitrophenyl-
methylidene)carbazate obtained in Example 7-2 and 0.4 g
of 5% palladium-carbon, then the catalytic reduction
was conducted at 3 - 4 kg/m’.

After the abscrption of a theoretical amount
of hydrogen, the catalyst was removed from the reaction
mixture by filtration, and the solvent was removed by
distillation under reduced pressure, to obtain 4 g of
the desired compound.

H~NMR [ (CDCl,/TMS, 6 {(ppm)]

1.46 (9H, s), 3.87 (3R, s), 3.96 (2H, d),

4.6-5.0 (3H, br.s.), 6.05 (1H, br.s),

6.6-6.7 (1H, m), 6.8-7.0 (2H, m).

Yield: Quantitative.

[0068]

7-4. Preparation of 3-t-butoxycarbonylamino-6-methoxy-

carbonyloxy-3,4-dihydro-2 (1H) -quinazolinone
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[Formula 20]

HaCO0C~ i H;COOC-0. K
B “cooc,y-t m/ N\CoOC, #s-t

H, |-

In 20 ml of tetrahydrofuran were dissolved
3.1 g {(0.01 mole) of t-butyl 2-(2-amino-5-
methoxycarbonyloxyphenylmethyl)carbazate obtained in
Example 7-3 and 2.6 g (0.01 mole) of 1,1'-carbonyl-
bis(lH-imidazole), the reaction was conducted at room
temperature for 3 hours.

After completion of the reaction, the
reaction mixture was poured into 20 ml of water, and
the desired compound was extracted with ethyl acetate

(20 ml X 3). The extracted solution was washed with

water and saturated aqueous sodium chloride, dried over

anhydrous magensium sulfate, and the solvent was
removed by distillation under reduced pressure. The

crude product thus obtained was recrystallized from

hexane-ethyl acetate, 2.1 g of the desired compound was

obtained.
'H-NMR [DMSO-d,/TMS, & (ppm)]
1.42 (9H, s), 3.80 (3H, s), 4.81 (2H, s),
6.5-6.7 (3H, m), 9.01 (1H, s), 9.15 (1H,
br.s).

Yield: 60%.
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[0069] ) |
7-5. Preparation of 3-t-butoxycarbonylamino-6é-hydroxy-
3,4-dihydro-2 (1H) ~quinazolinone

[Formula 21]

H,C00C-0 B HO ]
m” \cooc He-t m/ Ncooc,Hy-t
o

B % N

5 To 20 ml of 50% methanol were added 2.1 g
(0.0062 mole) of 3-t-butoxycarbonylamino-6-
methoxycarbonyloxy-3, 4-dihydro~2 (1H) -quinazolinone
obtained in Example 7-4 and 0.64 g (0.0063 mole) of
sodium carbonate, then the reaction was conducted by

10 heating under reflux for 3 hours.

After completion of the reaction, the
methanol was removed by distillation under reduced
pressure. To the residue thus obtained was added 10 ml
of water and was collected by filtration, then

15 recrystallization from 95% methanol to obtain 1.3 g of
the desired compound.
'H-NMR [DMSO-d,/TMS, & (ppm)]!}
1.42 (9,), 4.81 (2,), 6.5-6.7 (3H, s),

9.01 (1H, s), 9.10 (1H, s}, 9.15 (1lH, br.s).
20 Yield: 75%.

[0070]
7-6. Preparation of 3-amino-6-hydroxy-3,4-dihydro-

2{1H) -quinazolinone (Comound No. II-2)
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(Formula 22]

To 20 ml of trifluoroacetic acid was added
1.3 g (0.0046 mole) of 3-t-butoxycarbonylamino-6-
hydroxy-3, 4—-dihydro-2 (1H) -quinazolinone obtained in

5 Example 7-5, then the reaction was conducted at room
temperature for 3 hours.

After completion of the reaction, 10 ml of
methanol was added to the reaction mixture, the solvent
was removed by distillation under reduced pressure.

10 The resulting residue was recrystallized from methanol
to obtain 0.74 g of the desired compound.
'H-NMR [DMSO-d,/TMS, & (ppm)]
4.95 (2H, s), 4.65 (2H, s), 6.51-6.63 (3H,
m), 9.00 (1H, s), 9.60 (1H, br.s).
15 Yield: 90%.

[0071]

Pest controllers containing, as an active
ingredient, the substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof

20 of the present invention are suitable for controlling
various insect pests such as agricultural insect pests,
forest insect pests, horticultural insect pests, stored
grain insect pests, sanitary insect pests, nematodes,

etc. They have an insecticidal effect also, for
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601

example, on HEMIPTERA including tea green leafhopper
(Empoasca brassicae), green rice leafhopper
(Nephotettix cincticeps), brown rice planthopper
(Nilaparvata lugens), whitebacked rice planthopper
(Sogatella furcifera), citrus psylla (Diaphqrina
citri), citrus whitefly (Dialeurodes citri),
sweetpotato whitefly (Bemisia tabaci), greenhouse
whitefly (Irialeurodes yaporariorum), Cabbage aphid
(Brevicoryne brassicae), Cotton aphid (Aphis gosaypii),
Wheat aphid (Rhopalosiphum padi), green peach aphid
(Myzus persicae), Indian wax scale (Ceroplastes
ceriferus), cottony citrus scale (Pulvinaria aurantii),
camphor scale (Paseudaonidia duplex),

[0072]

San Jose scale (Comstockaspis perniciosa),
arrowhead scale (llnaspis yanonensis), rice leaf bug
(Irigonotylus colelestialium), etc., TYLENCHIDA
including coffee root-lesion nematode (Pratylenchus
coffeae), potato cyst nematode (Globodera
rostochjensis), root-knot nematode (Meloidogyne sp.).
citrus nematode (Iylenchulus semipenetrans),
Aphelenchus sp. (Aphelenchus avenae), chrysanthemum
foliar nematode (Aphelenchoides ritzemabosi), etc., and
ORTHOPTERA including rice thrips (Stenchaetothrips
hiformis), etc.

Additionally, the pest controllers of the
present invention perform less harmful effects against

useful insects, for example, silkworm moths (Bombyx
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mori), bean chalcid (Qamia cornifrons) and the like,
thus they can be said as highly safety insecticides.

The zoological names and the like are in
accordance with Applied Zoology and Entomology Society
of Japan, “List of Agricultural and Forest Injurious
Animals and Insects”, published in 1987.

[0073]

The pest controller containing as an active

ingredient the substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention has a marked control effect on
the above-exemplified insect pests, sanitary pests,
and/or nematodes, which are injurious to paddy fields,
fruit trees, vegetables and other crops, and flowers
and ornamental plants. Therefore, the desired effect
of the insecticide of the present invention can be
obtained by applying the insecticide to the paddy field
water, paddy-rice plant, fuit trees, vegetables, other
crops, seeds of flowers and ornamental plants, roots,
stalks and leaves of plants, soil, etc., or to the
inside of a house or ditches around a house, in which
the above-exemplified sanitary insect pests injurious
to men and beasts appear or are expected to appear.
The application is carried out at a season at which the
insect pests, sanitary pests or nematodes are expected
to appear, before their appearance or at the time when
their appearance is confirmed. The present invention

however should not be limited to these embodiments.
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[0074]
When the substituted aminoquinazolinone
(thione) derivative of the general formula (I) or salt
thereof of the present invention is used as a pest
5 controller, the derivative or salt is generally
prepared into conveniently usable forms according to an
ordinary manner for preparation of agrochemicals.
That is, the substituted aminoquinazolinone
(thione) derivative of the general formula (I) or salt

10 thereof of the present invention and, optionally, an
adjuvant are blended with a suitable inert carrier in a
proper proportion and prepared into a suitable
preparation form such as a suspension, emulsifiable
concentrate, soluble concentrate, wettable powder,

15 granules, dust or tablets through dissolution, disper-
sion, suspension, mixing, impregnation, adsorption or
sticking.

The inert carrier used in the present
invention may be either solid or liquid. As the solid

20 carrier, there can be exemplified soybean flour, cereal
flour, wood flour, bark flour, saw dust, powdered
tobacco stalks, powdered walnut shells, bran, powdered
cellulose, extraction residue of vegetables, powdered
synthetic polymers or resins, clays {(e.g. kaolin,

25 bentonite, and acid clay), talcs (e.g. talc and
pyrophyllite), silica powders or flakes (e.g.
diatomaceous earth, sllica sand, mica and white carbon,

i.e. synthetic, high-dispersion silicic acid, also
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called finely divided hydrated silica or hydrated
silicic acid, some of commercially available products
contain calcium silicate as the major component),
activated carbon, powdered sulfur, powdered pumice,
calcined diatomaceous earth, ground brick, fly ash,
sand, calcium carbonate powder, calcium phosphate
powder and other inorganic or mineral powders, chemical
fertilizers (e.g. ammonium sulfate, ammonium phosphate,
ammonium nitrate, urea and ammonium chloride), and
compost. These carriers may be used alone or as a
mixture thereof.

[0075]

The liquid carrier is that which itself has
solubility or which is without such solubility but is
capable of dispersing an active ingredient with the aid
of an adjuvant. The following are typical examples of
the liquid carrier and can be used alone or as a
mixture thereof. Water; alcohols such as methanol,
ethanol, isopropanol, butanol and ethylene glycol;
ketones such as acetone, methyl ethyl ketone, methyl
isobutyl ketone, diisobutyl ketone and cyclohexanone;
ethers such as ethyl ether, dioxane, cellosolve,
dipropyl ether and tetrahydrofuran; aliphatic
hydrocarbons such as kerosene and mineral oils;
aromatic hydrocarbons such as benzene, toluene, xylene,
solvent naphtha and alkylnaphthalenes; halogenated
hydrocarbons such as dichloroethane, chloroform and

carbon tetrachloride; esaters such as ethyl cetate,
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diisopropyl phthalate, dibutyl phthalate and dioctyl
phthalate; amides such as dimethylformamide,
diethylformamide and dimethylacetamide; nitriles such
as acetonitrile; and dimethyl sulfoxide.

[0076]

The following are typical examples of the
adjuvant, which are used depending upon purposes and
used alone or in combination in some cases, or need not
to be used at all.

To emulsify, disperse, dissolve and/or wet an
active ingredient, a surfactant is used. As the
surfactant, there can be exemplified polyoxyethylene
alkyl ethers, polyoxyethylene alkylaryl ethers,
polyoxyethylene higher fatty acid esters, polyoxy-
ethylene resinates, polyoxyethylene sorbitan mono-
laurate, polyoxyethylene sorbitan monooleate, alkyl-
arylsulfonates, naphthalenesulfonic acid condensation
products, ligninsulfonates and higher alcohol sulfate
esters.

[0077]

Further, to stabilize the dispersion of an
active ingredient, tackify it and/or bind it, there may
be used adjuvants such as casein, gelatin, starch,
methyl cellulose, carboxymethyl cellulose, gum arabic,
polyvinyl alcohols, turpentine, bran oil, bentonite and
ligninsulfonates.

To improve the flowability of a solid

product, there may be used adjuvants such as waxes,
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stearates and alkyl phosphates.

Adjuvants such as naphthalenesulfonic acid
condensation products and polycondensates of phosphates
may be used as a peptizer for dispersible products.

Adjuvants such as silicon oils may also be
used as a defoaming agent.

The content of the active ingredient may be
varied as required. In dusts or granules, the suitable
content thereof is from 0.01 to 50% by weight. 1In
emulsifiable concentrates or flowable wettable powders,
it is also from 0.01 to 50% by weight.

[(0078]

The pest controller containing as an active
ingredient the substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention is used to control a variety
of insect pests in the following manner. That is, it
is applied to the insect pests or a site where
appearance or growth of the insect pests is
undesirable, as it is or after being properly diluted
with or suspended in water or the like, in an amount
effective for control of the insect pests.

The applying dosage of the pest controller
containing as an active ingredient the substituted
aminoquinazolinone (thione) derivative of the general
formula (I) or salt thereof of the present invention is
varied depending upon various factors such as a

purpose, insect pests to be controlled, a growth state
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of a plant, tendency of insect pests appearance,
weather, environmental conditions, a preparation form,
an application method, an application site and
application time. It may be properly chosen in the
range of 0.01 g to 5 kg (in terms of the active
ingredient) per 10 ares depending upon purposes.

The pest controller containing as an active
ingredient the substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention may be used in admixture with
other insecticides or fungicides in order to expand
both spectrum of controllable insect pest species and
the period of time when effective applications are
possible or to reduce the dosage.

Typical formulation examples and test
examples of the present invention are described below
but they should not be construed as limiting the scope
of the invention.

In the formulation examples, parts are all by
weight.

[0079]

Formulation Example 1

Each compound listed in Tables 50 parts
3 and 4

Xylene 40 parts
Mixture of polyoxyethylene 10 parts

nonylphenyl ether and calcium

alkylbenzenesulfonate
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An emulsifiable concentrate was prepared by

mixing uniformly the above ingredients to effect

dissolution.

Formulation Example 2
5 Each compound listed in Tables
3 and 4
Clay powder

Diatomaceous earch powder

3 parts

82 parts

15 parts

A dust was prepared by mixing uniformly and

10 grinding the above ingredients.
[0080O]
Formulation Example 3
Each compound listed in Tables

3 and 4

15 Mixed powder of bentonite and clay

Calcium lignin sulfonate

5 parts

90 parts

5 parts

Granules were prepared by mixing the above

ingredients uniformly, and kneading the resulting

mixture together with a suitable amount of water,

20 followed by granulation and drying.

Formulation Example 4
Each compound listed in Tables
3 and 4
Mixture of kaolin and synthetic,
25 high-dispersion silicic acid

Mixture of polyoxyethylene

- B84 -
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nonylphenyl ether and calcium
alkylbenzenesulfonate

A wettable powder was prepared by mixing
uniformly and grinding the above ingredients.

[0081]

Test Example 1
Control. efficacy against green peach aphid (Myzus
persicae)

A Chinese cabbage plant was planted in each
of plastic pots with a diameter of 8 cm and a height of
8 cm and green peach aphids were propagated on the
plant, after which the parasites in each pot were
countedl

Each substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention listed in Tables 3 and 4 was
dispersed in and diluted with water to obtain a 500 ppm
liguid chemical. The stalks and leaves of the potted
Chinese cabbage plants were sprayed with the liquid
chemical and air-dried, and then the pots were stored
in a greenhouse. Six days after the spraying, green
peach aphids parasitic on each Chinese cabbage plant
were counted and the control efficacy degree was
calculated by the following equation, whereby the
insecticidal effect was judged according to the
criterion shown below.

[0082]

Control efficacy = 100 -{(T x Ca)/(Ta x C)}x 100
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Ta: number of parasites before spraying in
treated group,

T : number of parasites after spraying in
treated group,

Ca: number of parasites before spraying in
untreated group,

C ! number of parasites after spraying in

untreated group.

Criterion:
Efficacy Percent Control (%)
A 100
B 9% - 50
C 89 - 80
D 79 - 50
[0083]

Test Example 2
Insecticidal effect on brown rice planthopper
(Nilaparvata lugens)

Each substituted aminoquinazolinone (thione)
derivative of the general formula (I) or salt thereof
of the present invention listed in Tables 3 and 4 was
dispersed in and diluted with water to obtain a 500 ppm
liquid chemical. Rice seedlings (cultivar: Nihonbare)
vwere immersed in the liquid chemical for 30 seconds and
air-dried, after which each seedling was placed in a
glass test tube and inoculated with 10 third-instar

nymphs of brown rice planthopper, and the test tube was
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pluged with a cotton plug. Eight days after the
inoculation, the dead and alive were counted. The
mortality was calculated by the following eguation and

the control effect was judged according to the

criterion described below.

Corrected larval mortality (%) = {(Ca/c-Ta/T)/Ca/c}x100
Ta: number of alive nymphs in treated groups
T : number of inoculated nymphs in treated groups
Ca: number of alive numphs in untreated groups
¢ : number of inoculated nymphs in untreated

groups

Criterion: the same as in Test Example 1.

[0084]

Test Example 3
Insecticidal test on greenhouse whitefly
(Irialeurodes vaporariorum)

Each compounds of the present invention
listed in Table 3 and Table 4 was dispersed in and
diluted with water to prepare a test liquid containing
100 ppm of the test compound. By use of a spraygun,
the test liquid was sprayed on the surface of a leaf of
tomato plant put in a 20 ml-vial bottle containing
water on a turn table. After air-dried, the leaf
treated with the test liguid was put in a glass
cylinder, and inoculated with 20 adults of greenhouse

whitefly thereon. After the inoculation, the leaf was
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placed in a greenhouse, and the number of adults of
greenhouse whitefly was counted. The mortality of the
adults was calculated similar to that of conducted in
Test Example 2, and the insecticidal effect of each one
of the test compounds was evaluated by the method
identical to Test Example 1.

[0085]

From the results obtained in Test Example 1,
2 and 3 that: in Test Example 1, Compound Nos. 6, 18,
22, 26, 30, 119, 135, 139 and 143 showed excellent
insecticidal effect rated A against green peach aphid
(Myzus persicae); in Test Example 2, Compound Nos. 6,
18, 22, 26, 30, 119, 135, 139 and 143 showed excellent
insecticidal effect rated A against planthopper
(Nilaparvata lugens); and in Test Example 3, Compound
Nos. 6, 10, 14, 18, 22, 26, 30, 38, 78, 86, 90, 119,
135, 139 and 143 showed excellent insecticidal effect
rated D or higher against greenhouse whitefly
(Irialeurodes vaporariorum):; particularly, Compound
Nos. 6, 18, 22, 26, 30, 119, 135, 139 and 143 showed
excellent insecticidal effect rated A.

[0086]

[Effects of the Invention]

The pest controllers of the present invention
containing, as the active ingredient, substituted
aminoquinazolinone (thione) derivatives or salts
thereof represented by the general formula (I) possess

excellent insecticidal effect at low dosage against

(19
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greenhouse whitefly (Irialeurodes vaporariorum) and the
like, to which conventional compounds having similar
chemical structures do not show insecticidal effects.
Thus, the substituted aminoquinazolinone (thione)
derivatives of the present invention are excellent pest

controllers as compared with conventional ones.
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[Title of Document] Abstract
[Abstract)
[Solving Means]

A pest controller containing, as the active
ingredient, a substituted aminoquinazolinone (thione)
derivative or salt thereof represented by the general
formula (I):

[Formula 1]

Xn
~Z-R;
1 (I)
N
R

[wherein R is H, OH, a formyl group, a (halo) (C,¢)alkyl
group, a hydroxy(C,.;)alkyl group, a (C,,)alkenyl group,
a (substituted) amino(C, )alkyl group, a (substituted)
aminocarbonyl group, a (substituted) phenyl(C, ,)alkyl
group, a (substituted) phenyl(C,.)alkynyl (C,;)alkyl
group, 1l,3-dioxolan-2-yl-(C,,)alkyl group, a
phtahlimido (C, ¢)alkyl group and the like; R, is a 5 to 6
membered heterocyclic group having 1 to 3 hetero atoms
selected from the group consisting of O, S and N; Y is
O or S; Z is a group of the formula -N=C(R,)- or =-N(R,)~
CH(R;) - (wherein each one of R, and R; is a hydrogen
atom, a (C,¢)alkyl group or the like); X is Br, I, OH,
CN, a (C,¢)alkyl group, a (C,.s)alkenyl group, a

(substituted) aminocarbonyl group, a (substituted)



6|

I'l ll i'l. f!%
phenyloxy group or the like; n is an integer of 0 to
4].
[Effect]

Said substituted aminoquinazolinone
derivative or salt thereof possesses excellent
insecticidal effects at low dosage against greenhouse
whitefly (Irialeurodes vaporariorum) and the like to
which conventional compounds having similar chemical
structures do not show the desired insecticidal
effects.

[Selected Drawing] None
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NEVE. BRT2Z CoC) 7N r—NVEXRBRT =)V (C,Cr)7¥
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THY. Ry EUFRg BRARRTEXR (CC)7AHNETHY. XITARMF
- SYRKFE. no CCI7 ¥k CConrurviaxi, (C-Cp)
N7V RNTFAE. CCONDTNVENANT 4 =ik (CCINOTN
FNANKR=EXE T NVETHY. niZ0~2 DBEHRFE LW,

X, ~BA() TRENSERTIIFTIV IV (FAY) BURGkOREL
TH. AAER. BN ARFORMEOME. FhY VAL HVILEDT
NAYERRTFORENRTIZLNTES.

[0020]

ABHO—BWA() TRINSBMRTIIFTVY )Y (FAY) BAKOH
WKEEWTHS BRI TRINSLAME. AL TRER TSGR
JYRBTHZLHNTES,

WEHL.
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"ﬁmﬂu HelSH, WO "\Cf\
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[0021]

—RA(I1]) THRINDEAWERAE FSYVRE ERKERROFEETIK
EREgdZeickYV—RA(I-)TRILSEABERETIZ LA TES,

ARBTRHATEIATRERRL UTRAERORTEFLLEFLLEVLD
THNIRL., BARRS I =N, TR )—=N, ORI =N, TR ) —-1LED
TPAI-AER, Yrouiiy, yoaknh, EEEERSONDY Y {ERE
KEBRE. R¥Y, by, ¥YVY, B 700X YEYEOHERRLAK
MHE. PER=BPUN, ROY_DMINED=RUAR. AFLELYLTED
BLVVYNTH]. VIFNIZ—FN, ITS54h IXFYY, S5 Fors
YEDZT—FNE. FAFNKRNVALTPZIR, YAFNVTPEIPIR. 1, 83-¥
AFN—2—ALIHIYY )Y, 1-AFN—-2-¥aY F/SO7IFHE ¥
AFNVANKEY R, ANKSY, KEOATFREEREARTEIZ LN TE, =
hSDOAFERKIRBTXI2AULERGLTHATOIZ LN TES.

[0022])

Kb EERZE~HHTIAEERRORBIAROBHETAEFTALTAL. FE
UKRER~90CORETHS. ARDRIGENERTHSOT—RA(III)
TREINSEEWEURKE FSIREGSENMMATHEREWYE, wWThd O
FEOHEANICRATIIZLHTER. FELURBKE FS YV RERNICHE
TEORRN, KORNIL. KRS KOEEFCLY-BLRNIEY~4
S NORETHS.

RS¥TH. HNSESURBRAPSBHEICLYLAL., BECBUTHES
« FEA4ASAIOT /574 -STHRTIZLE LY ANPERRTHE
LRTCES.

— R (111) TRINS{ESMIECollect, Czech, Chem, Commn, (Vol, 55),
752 (1890) IS THBI B Z L HFTES,

[0023]
BEGk2,
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—BA NI TREINSEENWL—BA (V) TR2ILASLAWL EREEN
BREUBROBETICEBIRIZLELY, ~BATDTRENSLAWEN
B ZeHNTES.

AEBTHATESAFERKE L UTRAXIISENK 1 TAROREEER
ERATIIZ LN TR, ThASOAEEBREIRABTX R 2B EERALTHR
BIBZLHTES. MERELTH. AATER. #RSoXAROMICEE.
RIGMNVTY AN VS ERATIZ LN TR, tOMBARR—RX(VII)T
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RENSMA KHLTO. 00 1RE¥~10REXDEEDOEYFBERAIIC
HFETHhIZAW,
[0025]

KRB SENVERTHEOT—RAX(VIIDNTRENSEAWERT—RR (VI
) TREINSTEAWESTANMET LAWY, WTFhIORBH EERCHE
TOHZILHTES. KA ERIEE~RATIAFERBORARONEETHAY
FARL. HFETULRERE~IOTCORETHS. KOHMI. KHHR K
RERGICIY-EL2nWAKD~41 SHRBOKETHS. KIERTER. HEd
EADRKRBRPSHBHK L LARC IS Z L LYV EHNDEREI S ZENT
&5,

—BANVIIDTRANIEAWRHEREILTWDIDHOTLRL. RV X7
NTEROZMIEICES>THRETDIZ LN TES, X. Journal of Chenmica
1 Society 1827, 2375-8 RO AT HHBTRS.

[00286]
2—-2, —REAN)-—RAN)

—BANV)TRINILAWERTERROFETXRARFETCHANE R
RBEE(IP. XZBMBTTIZLEIY. ~BA(N) TRELSLDENSE
TEZLHNTRS.

ABFEBTORTME LTI, A TNaBECN . LiBE,CN $DLMANRSLM
. By $OMZMEMATEZLHTE, TORARE—BR(TDTREINSE
SN LU TEAMDONAL RS54 FOEMEICRE L TEEV~BRENOKH
PHMEBIRLTRATHIZR.

AERBTRATEDIAFERNEL UTREAERORFENLLHRLEVWDD
THOIRL, ARXEA R ) =N, T8 =N, Tunk)—=n, 727 -1E0
PLI—=NVE. AFNVEANVYNTEDENIY VTR, VZFAT—FN. VIS5
A4, FAFHY, FFSeFO7580z—-FVR. BRZFNVEDTZAT
NE. YRAFNRVLPIR, VAFATPEPI7IFR. 1, 8—PRAFNH—2—
AIEJYS )Y, 1-RAFNH—2-¥nVU RVED73 FB. JAFNANK
FYF, ANVKS Y, KEDREEBREARTOIZ LI TE, ZhbORFER
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BRIRMTRI 2R LERSLTRATSZ LR TRS,
[0027])

AEBERE~HELAAETE. PH1~70#ETHFbh. HEULLRpH4
~ 6 DETITbh. KSRICKEAR. REARSERNITEZ LKLY H
EMBTAERYW. RSBKILOTC~BROVLEOMEN SMREH. FEL
<HEE~70CORETHS. KHRML. FSHR. KSHESICLY —%
LBWAKS~4 8 RROBETHS.

FES#TH. HNWESUKBAISINEHE L LARICTEZLICLYEN
. GEEBITOZLNTRS,

() &wT. BRRBELTEMBRER OB, WL IHERLERE] (5

15 =1I1:48) SCEROEFKICR->THALTIRL. HATHETESR
EREMELLTRAR )=, T8I =N, Tan)—n, 73)—-LEDT7N
I-AVE. AFNVELVYNTEDENYNTE. FSTFNI—FN. FF54 A
. TAEYY. FRIEROTISVEOI-FUE. AXFY, VI TARYY
SOBLARE. BN BRIFLSORBGRLIEIEOTAFNVE. YAFAK
MAPIER. URFAPERPIER 1, 3—UAFN—2-4IXVUD )Y
 1-RFN—2-KOUFYSO7I R FRSXAFADVFEOTVTE
EMRTEZLHNTE, ZHhEORFEMRIIRMTONIZ 2BMA LERALTHR
(3 AT RTES,

[0028]

AMEHBSTHRATOIMBE LTI, FRABASYIAL~RY, XSVY L
TS99y, ZREHR. SR -9 X VEORRNREMETMEENRTEZ
TR, FOREER—BR()THRINSLAWCHLTO. 1%ELSR
~ 5 %ENGEOMS SBIRLTHATHIZRL, FEULIO0. SRELNS
~ 1 %ENSRORHETHS. RFESOKREITRE~S 0 0 LEOKATH
Y, FELLRBE~S OMEORETHS. KibEEEHE~8H T 5K EH
BEOBAZORETHAEF AR, FEULIIEE~T7 0 CORKETHS.

RSN, KRR KSERESICEY—ELR2VWFED~4 8 BRNOME
TH5.
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[0029]
2—-3. —BX{) -—|RAV)

—RA(N) TR2hBEGHLL, 1' — AR ANER—1H-AIHJ—
NV (CDI) . ZPAAFVYANKZING A B, RAF YRR FARRAS VL&
AEEMROTET. REOFETARREETEEB I LI LKLY —RA
(I TCHRENSEAWERBTOZLATRE.

AN THATEZOAEERRKLLTR, HARIYIFNT—-FN, JFS54
b, VXX, FISEFOI75780T—~FAR. RVEY, by, *
YV IEDLERBEARE. KEEMARTOIZLNTER, ZhbOREFERK
REETXE2EAERELTHETSZLATES. HEL LU TIRRBRNEY
REMBEEMATIZLAFATE, AXTKRLET NV TA, KRESY T L,
AKREZ TR UL, BRTIVIA, RRART M DL, BRDY T LED
TPNHVERXETNA Y LEEROKREN. RRECOMREE, FVxF
N7IV. EVIVSOHERBEEEARTIZLATE, EBALLTCDI &
HHTIHAKRBEE TR Eff>Z LTRSS,

[0030]

HEONAERZ-RA(Y) TRZASTEAWCHLT2HENVA LORENE
ThiAWw. RPRREREE~EATIAEEREOBMROMECRETAR
BRL, FELLREE~100TOKETHS. HHEHNIL. HKOHENR. K5E
B KEY—-EULR2WARS~4 8 RROKETHS.

KRR TEH. HRWERSDERALD, HRFKR1LLARKCTISZLKEYEH
M ENBIOZLATES.

[0031]
2—-4. —RXAV)-—BRA ()

—RA(VTREINSEANERTEENROFEETIC? VA Y A MR &
FIOZLREY—BA(DTREINSTAWENRETOIZLNTES.

EESTHATRIAEERRLLTR. IARRRX ) =N, R ) =N, 7
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BrR) =N, TRI)—NEOD7NI—-NVER. RVEY, PV, XYV I/ED
¥ BRLEARE. SIFNT-FN FYS5AhL JXF¥Y, FhIFEFD
75 8DT~FNAH. KEODRFUEBREARTIZ LN TE, ZhHDRTE
ERREIRNTCT X 2RO LERALTHATIOIZLNTES,

BWEL UTHARET FU DA, KBREAY YA, KRET XY TLED7
NEVRRIZTZNVAY IREROKREWERATSZLATES. X R,
D7 VENVECES>TR M I DER. ERSOHBR. RBARESALT
MERATCOLRBEMDIZLRTES., BB O CT~MHT S ARIEERK
DORRAKORETHAEST AR, FHEHMIE. KBHHR, ISRESICLY—
EURWAES~4 SEERONETHS.

EGRTH. HNWESURBRN?D, HRHFK1LABKCIS Z LKLY H
W ENERISZLNTES.

[003 2]

BTEHRFRIAV2CIYHEZNE—BRA(DTRELSEAWOR/R
AEBLBICRTY, ARFERZALKRREZIHLDIDOTRRW.
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o) B8552

(671

[0033]
: 1%k
0 | . — .
| No. | In Y | & & I
| I I I I
|11-1 |  5-0H | 0 | & I
|11-2 | 608 | 0 | ¥a% I
| 1I-8 | 7-08 | 0 | M&d |
| 114 |  8-OH [ 0 | MNEW |
|1I-6 |  5-Br | 0 | I
|11-6 |  6-Br | 0 | ¥ I
O | 11-7 | 7-Br | 0 | |
_ |11-8 |  8-Br | 0 | |
|1I-8 | 51 | 0 | I
[11-10 |  6-I | 0 |m=p.202.3-205.0 T |
|11-11 | 7-I | 0 | I
|11-12 | &1 | 0 | |
| 11-13 |  5-CFq | o | I
|11-14 |  6-CPq | 0 |m.p.165-167.7 C |
| 11-15 |  7-CFg | 0 | I
|11-16 |  8-CFg | o | |
! ! I |
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[0034]

m1R (R=)

| 1 I 1 1
| No. | In | Y | 4 # I
| I I I I
| 1117 | 5-C,F: | o | |
| 11-18 |  6-CoFg | 0 |m.p.178.4-183.5 T |
1118 |  7-C,Fg | 0 | |
|11-20 | 8-CyF; | o | |
|11-21 | 5-i-CgF, 1o | I
| 11-22 |  &i-CgFy | 0 |m.p.147.6-149.5 T |
| 11-23 | 7-1-CgFy | 0 | |
| 11-24 | 8-i-CgF, | 0 | |
|11-25 | 5=2CgFa | O | |
| 11-26 |  6-nCgFiq |0 | #i&Ww I
| 11-27 |  7T-0CgFiq | o | I
|11-28 |  8-nCgF 4 | o | |
| 11-28 |  5-0CFg | 0 | I
| 11-80 | 6~0CFg | 0 |m.p.181.5~184.0 T |
| I1-81 |  T-OCFg | o | I
| 11-82 |  8-OCFq | o | I
| 11-88 | 5-0CH,~Ph | 0 | Kk I
| 11-84 |  6-0CH,—Ph | 0 | |
|11-85 |  7-0CH,-Ph | 0 | |
| 11-86 |  8-0CH,—Ph | 0 | K&EW I
| 11-87 |  5-OCHF, | 0 | |
| 11-38 |  6-OCHF, | 0 | Ko I
| 11-38 |  7-OCHF, | 0 | |
. . ! ! |

217
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[0035]
Wiy (BrE)
. ; 1 !
| No. | In I A I
I I —t L
| 1140 |  8-OCHF, | 0 | I
| 11-41 |  5-SCFg | 0 | |
| 11-42 |  6-SCFg | o | I
| 1143 |  7-SCFg | o | I
| 11-44 |  8-SCFg | o | |
| 1145 |  5-SC,Fg | o | |
| 1146 |  6-5CyFg | 0 | |
| 11-47 |  7-SC,F | 0 | |
| 1148 |  8-SC,F; | o | I
| 1149 | 5-5-1-CgF, | O | |
| 11-50 |  6-5~i-CoF, | 0 | |
[11-51 | 7-5-iCF, | O | |
| 11-52 |  &5-iCF, | O | I
| 11-58 |  5-S50CF4 | 0 | I
| 11-54 |  6-50CFq | 0 | |
| 11-55 |  7-S0CFg | 0 | |
| 11-66 |  8-50CFg | 0 | |
| 11-57 |  5-50,CFg | o | I
| 11-58 |  6-50,CFg | 0 | I
| I1-68 |  7-50,CFg | o | I
| 11-60 |  8-50,CFg | o | |
| 11-61 |  5-S0C,F; | 0 | |
| 1162 |  6-50C,F; | 0 | |
. L .
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[003 6]
Bk (Bx)
1 I | 1 1
| No. | In | Y | I
| 3 I I I
| 1163 |  7-S0CyFg | 0 | |
| 1164 |  8-SOC,F; | 0 | |
| 1185 |  5-50,C,F | 0 | |
| 1166 | 6-50,C,Fc | 0 | I
| 1167 | 7-S0,C,Fg | 0 | |
| 11-68 |  8-50,C,Fs | 0 | |
| 11-68 |  5-S0-iCgF, | O | |
| 11-70 |  6-S0-iCgF, | O | |
| 11-71 | 7-S0-iCgF, | 0 | |
|11-72 |  8-S0-iCgF; | O | |
| 1173 |  5-S0,-i-CgF, | O | |
11-74 |  6-S0,~i~CoF, | O | |
| 1176 |  7-S05-i-CqF, | O | |
| 11-76 |  8-850,-iCqF; | 0 | |
| 1I-77 |  5-COOC,Hg | 0 | |
| 11-78 |  6-COOC,H, | O | I
| 11-78 |  7-COOC,H; | o | I
| 11-80 |  8-COOC,Hg | 0 | |
| 11-81 |  5-COOE | 0 | I
| 11-82 |  &-COOH | 0 | I
| 11-88 |  7-COOH | 0 | I
| 11-84 |  8-COOH | 0 | I
| 1185 | 5Ph | 0 | I
! ! ! |

29
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[0037])

1k (Rx)

1 | 1 1 1
| No. | In Y | & & I
I I +—— I
| 1I1-88 |  5-Ph | 0 | I
| 11-87 | 5-Ph | 0 | I
| 11-88 |  5-Ph | 0 | |
| 11-89 | 5(Cl-Ph) | 0 | |
|11-80 | 6-(pCl-Ph) | O | |
| 11-91 | 7-(pCl-Ph) | 0 | I
| 11-82 | 8(pCl-Ph) | O | |
|11-83 |  5-0-Ph | 0 | I
| 11-84 | 6-0-Ph | 0 | I
| 11-85 |  7-0-Ph | 0 | I
| 11-86 |  8-0-Ph o | I
| 11-87 |  5-0-C,Hy o | |
[11-88 |  6-2C,Hg | 0 | |
| 11-88 |  7-nC,Hg | o | |
| 11-100 |  8&-nC,Hg | 0 | |
| 11-101|  5-OCF,CHF, | 0 | |
| 11-102|  6-0CF,CEF;, | 0 |m.p.194.8 T |
| 1I-103|  7-OCF,CHFy | O | |
| 11-104 |  8-OCF,CHF, | 0 | |
. . . . |
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[0038)
BIRTRLEECASONMRT— A &8 2 RBICKRT.
sa2R
| ] I
| No. | lB-NMR [DMSO-d;/THS, 5 #t(ppm) ] I
I - I
| I1-1 | 4.86(2H,s), 4.65(2H,br), 6.20(14,d), 6.34(1H,d), |
| | 6.89(1H,t),8.12(1H,br), 8.62(1H,s). |
| 11-2 | 4.45(2H,s) 4.65(2H,s) 6.51-6.63(3H,s) 8.00(1H,s), |
| | 9.60(1E,brs). ' |
| 11-8 | 4.48(2H,s), 4.65(2H,8), 6.23-6.35(2H,n), 6.85(1H,d), |
| | 8.05(1H,s). 9.63(1H,s) I
| 11-4 | 4.48(2H,s), 4.65(2K,s), 6.57(1H,d), 6.64-6.74(2H,n), |
| | 7.95(1H,d), 9.80(1H,brs). I
| 116 | 4.48(2H,s), 4.66(2H,s), 6.74(1H,n), 7.18(1H,m), |
| | 7.30(1H,m), 9.43(1H,s). I
| 11-18 | 4.56(2H,s), 4.70(2H,s), 6.95(1H,d), 7.40-7.50(2H,n), |
| | 9.83(11,s). I
| 11-26 | 4.56(28,s), 4.70(2H,s), 6.94(18,d), 7.43-7.48(2H,»), |
| | 8.74(1H,s). I
| 11-33 | 4.48(2H,s), 4.69(2H,s), 5.00(28,s), 6.30(1H,d), |
| | 6.45(18,d), 7.05(1H,t), 7.25-7.40(6H,n). I
| 11-36 | 4.48(2H,s), 4.68(2H,s), 5.19(2H,s), 6.71(1H,d), |
| | 6.82(11,t), 6.82(1H,d), 7.30-7.40(3H,m), 7.51(2H,d), |
| | 8.18(1H,s). I
| 11-38 | 4.48(28,s), 4.65(2H,s), 6.76-6.79(1H,d,J=8.7Hz), |
I

| 6.95-7.00(2H,n), 6.80-7.30(1H,t,J=7.46), 9.37(1K,s).
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[(0039])
ABHO—RA(]) TRENST7IIFFVIIY (F4Y) REKXZED
BORRHLPEBHLEEUATERT.
FBHES.
(L8]

R: -c-n.

1)

(i*- R. Rl - Rz - Ra- X, n, YRUHE IKWEHU. ﬁb\

REURg RAMMT ER<. )
[0040])

= 1. —BR(AD)——A|A(I-1)
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—BA(INTRZABEAWE—BRRA(X) TREhSTAWL ERTFERNR
UBROFETRBEHIZLCIY—RA(I-]) TRINDT7IIFFVY
IV (FAY) BUEAERETEZLHNTES.

AERBRPESFE2 -1 L ARMCTIBZ LRIV ERDENRT O Z LT
5.
$—-2. —RA(I-1) -—WA(1-9)

—BA(-1) TRENSTIIFFIYIY (F4Y) BNkl —RA(IX)T
RELSLEAWL EXTEERRACEEORETXRAEETRRBESHDZ L
KEY—RBA(I-3) TRALSET7IIFFVIIY (FAY) BBEKERET S
ZTLHTES.

[0041]

AEBTHATEIAEERRLLTR. HARMEENE 1 CHRORTEER
BERATIOSZLYNTE, BECKREENIHMEEEMH TS Z LITR,
PRS2 — 3 THAROKREE X FMEXOMIC, CHONa, C H-ONa
. t=C,H0Na . CHeOK . C,H-OK, t-C,H,0K$D7A 15— R, Nal DT NH
VERNA K54 FRVEATIZ L Td. ToMARE—RA(I-1) TR
hE7I)FFVVIY (FAY) BEACHUTEELN~ANELOKETH
HBARUTRBEFTATRY.

KEREROT~HETIAERBRROBAROBETITAITRL., FELL
REE~T0CORHETHS. KHRNIELDHR. KAEESICLIY—RLE
Wi, Bo~4 8IBRROKETTAETRW.,

ERTHR. HNGESDESRIOHEHK]1 LARKCIBZLKIVEHEY
WERBITOZLNRTED.

[004 2]
3—3. —@K(I-1) »—@ X (1-2)

ARBDUR2-2LARKTOIZLKEIVENNERBTOZLHNTES.
3—4., —BA(I-2) »—RBA(1-9)

—BR(1-2) TRINSTIIFFVVIY (F4Y) BR&kE—BA(X)T
REANDEAWL EATEERRACEEOEET X RAEETREBI RS L

Y
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KEV—RX(I4) PREINST7IIFFVIYIY (FFY) BRBEEERTS
zriees, '

EESES—2LAMKCTBIZLK LY. ENWERETSZLNTES,
8—-5. —BX(I-4) -—BX(I-5)

—BA (1) TREINBTPIIFFVYIY (F1Y) BEkE—-BRAQDT
BANSEAWL EAFENBEUEEOEET XEARETERS SR
KEY—RA(I-5) TREINBTIIFFVIIY (FY) BEREKENRTS
ziieas.

ARSES -2 AMICTBZLLY, HHWERBTSZ LN TES.
3-6. —BR(1-3) =—RBR(I-5)

ARBE2 -2 ABKTSZ LY HNWENRT S LATES,
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[004 3]

ETEARHO—RA(I) TRILIEBRATIIFFVIVIY (FV) BE
HKXBEORBOARBRALEIRRVBIRICART OIN, ARFERZHALKR
EEZHhDBHOTIRRW,

[{£9)

[0044]
3% (R;=Q, . Ry=H, Y=0)

I L

6-Br | m.p.>300C
7-Br |
8-Br |
b1 I
6-1 | m.p.>300C
7-1 |
81 |

o 0 N O o s W N =

10
11
12

1
| I
— 4
I I
I |
| I
| I
I | 5-Br
I I
I I
| I
I I
| I
I I
I I
L 1
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[0045]

w3dk (&)

! ! 1 1 1
| No. | R | Xn | w & |
—t I I I
| 13 | B | 5-CFy I I
| 14 | H | 6~CFg | ».p.227.6-286.7 T |
| 15 | H | 7-CFq | I
| 16 | ;i | 8-CFg | I
| 17 | | | 5-CyFg | I
| 18 | | | 6-C,Fg | m.p.288-300 C |
| 18 | B | 7-CyF; I I
| 20 | | | 8C,F; | I
| 21 | H | 5-i-CgF, | |
| 22 | | | 6-i-CgFy | m.p.>300C |
| 23 | 0 | 7-i-CgFy | |
| 24 | B | 8-i-CqF, I I
| 25 | B | 5-a-CgFyq I |
| 26 | B | 6-nCgFq | m.p.>300C |
| 27 | B | 7-n-CgFyq | I
| 28 | B | 8nCgFq I I
| 29 | n | 5-0CFg I I
| 30 | i | 6-0CFq | m.p.264.0-266.0 C |
| 81 | H | 7-0CFg I I
| 82 | | | 8-0CFq I I
| 33 | | | 5-CHy-Ph I I
| 84 | | | 6-CHEy-Ph | |
| 35 | B | 7-CH,-Ph | I
L1 L L !

36

HER2000—3093995



$NL11—-8312297 "H

Logey
[004 8]

mam (Be)

. . T . .
| Fo. | R | In | & & |
— I + I
| 36 | H | 8-CH,Ph | |
| 37 | H | 5-0CHF, | |
| 38 | H |  6-OCHF, | =.p.260.1-264.5 T |
| 39 | H | 7-OCHF, I I
| 40 | i | 8~OCHF, I I
| 41 | B |  5-SCFq I I
| 42 | B | 6-SCFq I I
| 43 | H | 7-SCFq I |
| 44 | H | 8-5CFg | I
| 45 | B |  5-5C4Fg I |
b6 | : | 6-SCyFg | |
| 47 | B | 7-SC,Fg I |
| 48 | H |  8-SC,Fg | |
| 48 | H | 551G, | |
| 50 | B | 6S-1-CgFy | I
| 51 | H | 7-5-1-CgF, | |
| 52 | H | 8-5i-CgFy | |
| 53 | B | 5-SOCFg I I
| 54 | H | 6-S0CFg I I
| 55 | H | 7-S0CFq I I
| 56 | H | 8-S0CFq I I
| 57 | H | 5-S0,CFq | I
| 58 | H | 6-S0,CFg | I
. ! ! . .
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[004 7]

mIRk (ME)

— ; . .
| No. | R | In | W & | )
— + — I
| 58 | | | 7-50,CFq | I
| 80 | B |  8-50,CFg I |
| 61 | B | 5-S0CyFg I I
| 62 | B |  6-S0C,Fg | |
| 63 | B | 7-50C,Fg I I
| 64 | H | 8-S0C,Fg | |
| 65 | B | 5-S0,CoFg | |
| 66 | E | 6-50,CoF | |
| 67 | : | 7-50,G,F; | |
| 68 | | | 8-50,C,F: | |
| 68 | E | 5-50-i-CgFy | I
| 70 | H | 6-S0-i-CgF, | |
| 71 | | | 7-S0-i-CqFy | |
| 72 | B | 8-50-i-CgFy | |
| 73 | | | 5-80,-i-CqFy | |
| 74 | | | 6-S0,-1-CgFy | I
| 75 | | | 7-80,-1CgF, | |
| 78 | | | 8-50,-i-CoFy | |
| 77 | H |  5-C00C,Hg I I
| 78 | B |  6-C00C,Hg | m.p.274-278 C |
| 79 | | | 7-C00C,E. | I
| 80 | B | 8-C00C,H; I |
| 81 | B | 5-COOH | |
L ! | .
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[004 8]

EIR (Nx)

) 1 I 1 ]
| No. | R I In | % & I
— I | I
| 82 | H | 6-COOH I I
| 838 | H | 7-COOH I |
| 84 | H | 8-COOH I I
| 85 | H | S-Ph I I
| 88 | H | 6-Ph | .9.250.9-253.8 T |
| 87 | | | 7-Ph | |
| 88 | H | 8-Ph I I
| 88 | | | 5-(4~Cl-Ph) | |
| 80 | H | 6-(4~Cl-Ph) | m=.p.276-278 T l
| 81 { H | 7-(4Cl-Ph) | I
| 82 | H | 8-(4-Cl-Ph) | I
| 83 | H | 5-0-Ph | I
| 84 | H | 6-0-Ph | |
| 8 | | | 7-0-Ph | |
| 96 | H | 8&0-Ph I I
| 97 | H | 5-aC,H, I |
| 88 | H | 6-nC,Hy | 1
| 8 | H | 7-n-C,Hg | |
[100 | | | &nCulg I I
(101 | Cll | 61 | m.p.181.4-185.3 |
|12 |  Cly | 61 | m.p.101,5-104,5 |
108 |  »CH,y | &I | m.p.1.4126(28.5) |
| 104 | Ch,C= | 6-1 | m.p.214-217 |

. !
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[0049]
B3R ()
| Y | ] 1
| No. | R ] | & # |
— : : :
{105 | CHZCH=GH2 | 6~ | m.p.162~164 |
1106 | CH,0C,B; | 6-I | m.p.111.3-161.7 |
| 167 | CHZ(HI—PI'I) | 61 | .p.146-149 {
| 108 | Cmus | 6-1I | m.p.186-188 |
1108 | COCH; | 6-I | m.p.135-139 |
1110 | SO,CHy | 6-I | 8.p.174-181 |
| 111 | ﬂ)zl’h | 61 | m.p.199~205 |
| 112 | H | s-szanz | =.p.251.6-263.8 |
| 113 | CO-C-CSEI | 6~ | m.p.172-175 |
| | ! ! |

[0050]

(ft10]
-
. 1
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$ME11—-312297

Wak (Ry=H, Y=0. Rg=H, L. RELEDOERL. )

I L

! 1 1
| No | IRy  Xn | % & I
} F +—+ I I
| 114] H | @y | 5~0H I I
| 115] B | Q, | 6-0H | m.p.223-235 C |
| 116] | Qp | 7-OR | ».p.258-268 T |
| 117] B | Q, | 8-0H | m.p.177-180 T |
| 118( ® | Q, | 5-Br | |
| 118] 1 | Qg | 6-Br | m.p.>300C |
| 120| B | Qg | 7-Br I I
| 121] H | Qy | 8-Br | |
| 122] H | Qy 1 5-I | I
| 123| H | Qp | 6-I | I
| 124| E | Q| 7-I I I
| 125] H { Qg | &1 | |
| 126] H | Qg | 5-CFgq I I
| 127]| H | Qp | 6-CFq | m.p.101.0-183.1 T |
| 128] B | @, | 7-CFg I I
| 12| B | Q, | 8-CFq I I
| 130 H | Qg | 5-CoF I I
| 131] H | Qy | 6-CoF I I
| 132] E | Qy | 7-C,F | |
| 138| E | Qy | 8-CyFg | |
| 134| B | Qg | 5-i-CgF; | I
| 135| & | Q, | 6-i-CgFy | m.p.158.4-161.0 T |
| 136 B | Qg | 7-1-CgFy | I
| . L ! |
41 HER2000—-3093995



B¥N211—-312297 (OQE.J

[0052]

Baegl (BRE)

! ! 1 I I 1
| No | |Ry | Xn | & & I
— — + I
| 187 E | Q, | 8-i-CgF, | |
| 138] E | Qg | 5-0CgFy1g | I
| 138] H | Qy | 6-n—CgF;q | 2.p.153.9-164.7 T |
| 140| H | Qg [ 7-nCgF1g | I
| 141] H | Qy | 8-nCgFiq | |
| 142| B | Qy | 5-0CFg I I
| 143| H | Q, | 6-0CFg | D 1.5283(22.6T) |
| 144| H | Q, | 7-0CFq | |
| 145] H | Q, | 8-0CFg I I
| 148] H | Q, | 5-CHyPR | I
| 147] E |Qy | 6CEyPh | |
| 148| H | Qy | 7-CHy-Ph | I
| 148| H | Qy | 8CH,~Ph | I
| 150] H | Qg | 5-OCHF, I I
| 151| H | Q, | 6-OCHF, | m.p.120.7-130.2 T |
| 152] H |Q, | 7-0CHF, | |
| 53] H | Q, | 8-0CHF, I I
| 154| E | @, | 5-5CFq | I
| 15| E | Qy | 6-5CFg | I
| 156| E | Qg | 7-5CFg I I
| 157| E | Qq | 8-SCFg | |
| 158] E | Q, | 5-SC,F | |
| 158] B | Qg | 6-SC4Fg I I
1 L . !
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[0053]

ma®k (BB)

l L I L | 1
| No | R |Ry|  En I & |
— — I I
| 160] H |Qy | 7-SC.Fs | |
| 161| B | Qy | 8-SC,F: | I
| 162] B | Qg | 5-5-1-CgFy | |
| 163| H | Qq | 6-5-iCgFy | I
| 164] H | Qp | 7-5-1-CgF, | |
| 165] E | Qp | 8-5-i-CgFy | |
| 166 H | Q | 5-50CFg I I
| 167| H | Qy | 6-S0CFg | I
| 168] H | Qg | 7-S0CFg | I
| 169] H | Q, | 8-S0CFg | I
| 170| H | Qy | 5-50,CFg | |
| 171] H | Qp | 6-S0,CF3 | |
| 172| H | Qy | 7-S0,CFg | |
| 173| H | Qy | 8-S0,CFg | I
| 174] B |Qy | 5-S0C,Fs | |
| 175] ® | Qp | 6-SO0C,Fs | I
| 176] B | Qy | 7-S0CoF5 | |
| 177] B | Qg | 8-50C,F; | I
| 178 H | Qp | 5-50,C,Fc | |
| 179] H | Qy | 6-50,CoFs | |
| 180} E | Qg | 7-50,CoFs | I
| 181 H | Qy | 8-50,C,Fs | |
| 182] E | @y | 5-50-i-CgFyy | |
L L ! .
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[0054)

ek (M)

— — T !
| No | |Ry|  Xn | & & I
— —+ ; I
| 183] B | Qg | 6-50-i-CgF, | |
| 184] H | Qg | 7-50-i-CgFy | I
| 185 H | @ | 8-S0-i-CqFy | I
| 186| H | Qg | 5-80,-1-CgF | |
| 187| H | Q | 6-50,-1-CqF, | |
| 188] H | Q | 7-50,-i-CgF, | |
| 189 | H | Qg | 8-50,-i-CgFs | |
| 180 H | Q | 5-C00C,H; | |
| 191 H | Qy | 6-CO0C,H; | I
| 182| E | Q | 7-CO0C,H: | I
| 183| B | Qy | 8-C00C,H; | I
| 194| B | @y | 5-COOH I I
| 185] H | Qy | 6-COO0H I I
| 106] & | Qy | 7-COOH I I
| 197] B | Qy | 8-CO0H ! I
| 188 H | Qy | 5-Ph I I
| 188 | H | Q, | &-Ph I I
| 200] H | Qy | 7-Ph | |
| 201| B | Qg | &-Ph I I
| 202] H | Q | 5-(4-C1-Ph) | |
| 208] B | Q, | 6-(4-C1-Ph) | |
| 204] H | Q4 | 7-(4-Cl-Ph) | I
| 205| H | Qy | 8-(4-C1-Ph) | I
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[0055]

Wmadk (Brx)

— T . !
| No | R |Ry| In | & & I
— — t I
| 206] H | @y | 5-0-Ph I |
| 207| H | Q | 6-0-Ph | I
| 208| H | Qy | 7-0-Ph | |
| 209 B | Q, | 8-0-Ph | |
| 210] E | Qg | 50C,By | I
| 211] & |Qy | 6-nC,Hg | I
| 212] B |Qy | 7-0C,Hy | |
| 213] B |Qy | 8-2-C,Hy | |
| 214] H | @, | 6-0CF,CHF, | m.p.168.7-173.9 T |
| 215| E | Q5 | 6-CF(CFg), | m.p.239.7- 243.5T |
| 216 B | Qy | 6CF(CFg)y | m.p.208.8- 213.4T |
I | | (Bg=COCFg) I
| 217 | Chg | Q | 6-0CFg | aD 1.5467(23.6T) |
| 218 CgH |Q, | 6-0CFg - | nD 1.5360(24.3T) |
| 218 | COCH, | Q, | 6-0CFg | D 1.5478(24.1C) |
| 220 | COCoF | @, | 6-0CFg | D 1.5174(25.8C) |
| 221 | CH,CH=CH, | Qy | 6-0CFq | m.p.82.5C |
| 222 | CHyC=CH | Qg | 6-0CFq | D 1.5325(24.2C) |
| 223 | CH(CH), | Q, | 6-0CFg | D 1.5370(24.8C) |
| 224] B | Qq | 6-0CFg | D 1.5380(26.0C) |
I . | (Bg=COCoHs) |
| 225 | CH,C=CH | Qy | 6-Br | aD 1.5760(26.2T) |
| 226 | CHySCHg | Qy | 8-Br | aD 1.8080(27.0C) |
L L ! )
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[0056]
Bad (2)
T — . !
| Fo | R |Ry| In | ® & I
— +— + L
| 227 Colp | Qg | 6-Br | D 1.5874(26.9C) |
| 228 | i~CqH, | Qy | 6-Br | aD 1.4680(28.0C) |
| 228 | COCHg | Qy | 6-Br | aD 1.5830(27.2T) |
| 230 | COC,H; | Q, | 6-Br | aD 1.5861(26.8T) |
| 21| CHy-(4-Cl-Ph) [Q, | 6-Br | aD 1.5885(27.3TC) |
| 232 CO-Ph | Q, | 6-Br | m.p.>300C |
| 233 ] Cig | Qg | 6-0CHF, | aD 1.5613(27.9%C) |
| 234 CyBg | Q, | 6-0CHF, | D 1.5354(26.4T) |
| 285 | mCgH;q | @ | 6-OCHF, | D 1.5580(25.8T) |
| 236 CH,-(2-NO,~Ph) | Q, | 6-OCHF, | nD 1.5917(27.8T) |
| 237 i-C,Hg | Q | 6-0CHF, | D 1.5557(26.4C) |
| 238 | CHy—(4-CHg0-Ph) | Q, | 6-OCHF, | nD 1.5668(26.5C) |
| 238 | Coclg | Qg | 6-0CHF, | nD 1.5503(26.1C) |
| 240 | COC,H; | Q, | 6-0CEF, | mD 1.5470(26.2TC) |
| 241 CO-1-CgH, | Q | 8-0CEHF, | D 1.5196(28.3%C) |
| 242 C0-Q, |Q, | 6~0CEF,  |m.p.148-155 C |
| 243] ciy | Qp | 6-CF,CHF, | oD 1.5820(26.2%C) |
| 244 Co8g | Q; | 6-CF,CHF, | nD 1.5238(26.7C) |

[0057)

M. W1k BIRZCB/BLARDPTRBFRU FTORREBERT,
c : RRARLEKRE
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Q, : 3-KUINLE
Qg : 4-¥YVI e
Q, : 2-EYYN-N-AFY %
Qg : 3—YUIYAN—N-ZXY ¥
Qg : 4—¥UIYN—N—-Z¥Y K
Qq : F7Y-A—5-F N
Qg : 75V—2—1 &
Qg : 1, 3—=YARYSY—-2—-INE
Quo: 7N/ I R— 1A Nk
O Q) : FAT7xV—-2—-ANK
[005 8]
€8 3 )]
DTEABHOARNREENERTY, XRPRZNASCREZADIDOT
kwn,
[0059)
HEN1. 3-73)-3, 4—-YeFRo—-6-—hUo7adnrbxy-2 (1
H) =%+JY Y ({Lfr#No.11-30) DHE.
[f£11]

0 ' He 900, H,0-
' v, L

2. 84g (0. O1EN) OAFN 2—-2UbDiAFA—4—-bY70R0
AMRY TN —NRA—PE20m1DAR) - VEBML. KENEKS s
(0. 1EN) OWAE RSV EMATINRNARBRT B EfF- L. K
BRTE. HAWESUERBEISBNORKE FI YV RTREEMETC#
ETHZERIVHERDENE, BONEHERWESS %A L) A bHE
KRTOZLELYVEMMBE2. 22 gNE,
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HELS

®¥P11-312297
© ©

W¥%:m. p. 181, 5—184TC MNHE:90%
{0060])
MEM2. 3—73I)—3, 4-YEeFOo-6—-ARAY27)NF0TFL—2 (1
H) —%3YV )Y ({Lé&igNo.11-18) OIA.
[ft1 2]

Hel80H, H:0:
GF - Qﬁji:Iis
- X

8. 18g (0. O1EN) DAFN 2—-20DRXAFN—4—ARVATNE
UIFNToNH—)A—~PE20m1DRAE) —~VICHERL, BIEXICS &
(0. 1EN) OMAKEFSUYEMATIRRNNRBERE TR Eff>E. K
BRTHR. BN ERUHBNY SBNOMKE FI Y RUBRERE TICH
RIBILKIVHERDEN. ROAAHERWESSXRAE ) -V SHRE
BISZLKIYEMWE2. 53 gME,
@ :m. p. 178, 4—183. 5C KRE:90%
[0061]
E} SEM3. 83— (3—HUIUNAFUFYYI)) -8, 4—-¥YEFO—-6-—h
_ Y70 RpbEY—2 (1H) 7YV )Y ({Léalle. 3 0) ONHA.
[f61 3]

o ot

0. 62g (2. 53VEN) D3—-73I/)—-8, 4—-YeFu—-6—-hVU7
VAOARM¥Y—2 (1H) —%FYVYJ)>, 0. 27g (2. 5IVEN) O

Q
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SaOFVRTPNTE FRU—RORME 1 Om 1 ORX & ) —-AHICIR. NN
RTFCISHENEBDEToE. HBRTER. ERRRCHHBLUEKEEERL TE
WISZLREIYVEMMO. 76 g&NE,
ME:m. p. 264, 56—266. 0C MPE:93%

[0062)
sEgEpia, 3— (1— (S—¥VINMAFYFYPI)) —8, 4—YEeFRo-
E—RUYETNFUTFN—2 (1H) ¥FYVV /)Y ({tffbNo. 18) OE

461 4]

g —  ; F;mmiv@

0. 74g (2. 53VYEN) D3—-FP3I/)—-3, 4—-JLFRO—6—ARV4i
ZduxcFA—2 (1H) ¥3JUI>, 0. 27g (2. 53VEN) O=
AFVAT7LTE FRU—HORRE L Om 1 OR X —LHICHA. Tk
FTRIBMRDBENT->E. KR TR. KEATERELEKREBRL TRS
THILKEIVENWO. 78 g &ENE.

- ¥ :m. p. 298. 0—300. OC INE:84%

[00683]
HEMS. 3— (3—EYINAFNFPI)) —8, 4~V Fu—-6—-hVY7
NWATQRAMEY—2 (1H) 7YV )Y ({tédNo. 14 3) ORE,
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8. 36g (2. 5IVEN) D3— (3—EUYINAFUTYP)) —3
, 4=VYeFo—-6—-hMVT7AF0RbFx¥—2 (1H) ¥+VYVYIIRUO.
2gDNSTYLL-KYES Om ]l OB, 3~4Kg/m? TAR
EmEfiok. ARNKOKRIBRZHESR. KBRIHMKEREL. BMXKE
METICHAL. REIC2 0%KR{LEF Y YAKENEMATHRAIL., HHW
EZunkih (20ml X3) THEL. MENEKRUCERAIAEKTHRS L
AT RV TLTRREICER. BETEBRREFETOIZLLIVN
ShEMERWESYYAFNASAIUTNS574— (BRTFN-AH)—
M=10:1) TMELTHWMWE2. 5 ML,
$#:nD 1, 5233 (22, 6" C) ME74%
[0064]

NEME. 1—RAFN—3— (3—EBUYPLAFAMTPI)) -8, 4—-YEFRnD
—8—hFVZnAORAF¥—2 (1H) ¥FVV )Y ({kfafligNo. 21 7) @
&,

[{f£1 6]

0. 68g (2. 03VEA) 33— (3—-EVINMAFUYFYPI)) -8

g ”ﬁ”’a
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' ‘ $P11-312297 6,%5
O . busgy
» 4—YeFO-6-MUV7AAFORABMFY—2 (1H) ¥FVY/)2&10m
1DTAFNRNVATY I RCEREL, TOBMIC0. 09 gOAREF PV IA

(62. 4%) EMAEBTKS OB ESMT . XNWTO. 34 gDIVERA
FAEMATABRMRBETH>E. KRBRTHR. KARREXKKHICES, HW
EMRIFL (20ml X3) THEHL., MENEXRUCHERAEKTRRL.

BARRT IRV ALATERBEEES, METEKRREFERTSIZLKIYND
hESBERWEY VA NASLIOTNTISF74— (BFRTZFN—RAZ)—N

=10:1) THRLTHNWE2. 5N,

§¥:nD 1. 5467 (28. 68°C) IW50%

O [0065]

SN 7.

T7=1. t—=7FN0 2— (56— FOFY-2—=ROTz=NRAFYFY)
ANIST RO,

(f£17]

3.343(0.oé%»)ms—an#y—z—:bn&yx?»¥tF
2. 64g (0. 02EN) Ot —TFN ANSTVRERU—NORBE 2
Oml1PRAE)—AKHATIBRANMRERTICRBEToE.
ERRTH. HSBNEERI AL, FHUENSEBAL. BNWES
. 06 gME,
1p-wm [(cDC14/THS, 3 48 (ppw)]
1.57(gH,s), 6.84(18,d.d), 7.66(1H,d), 7.84(1H,d), 8.42(1E,br.s),
8.468(1H,s).
RE:90%
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[0066]
T—2. t—7TFN 2— (5—-AbPF¥HINK=-_NMA¥Y—2—=—bnT7=z=
NAFUTY) AT YRONAE.
[ft1 8]

O 2 e

EKENT—- 1M hEt—TFN 2~ (5-eFoxy—2—=—pho7=x
SNAFUYFY) ANVAOVRA. 225 (0. 015EMN) 1. 678 (O
. 0185%M) OMITFAPIVELISmIDFFSEROISYEEEL
. OCKMHLE, TOMMICI/OUOXMAFIVL, 56 (0. 01 65EN
) E5nmlDFMSEFROZSYKRRUERNEL SOMTTHRTLE. 0
REJPLTCIRAKGERTE. KSRTH. EOBREE20m 1 OKBCEE
. HNWERRTFN (20m1x3) THEL. BHENEKRKRUERIAERKT
R, SRKERT7RAVYOLTERILES. RETCEREFET S LK
JYRGKEHERWENFY Y —T—-FANTHNELTHNBE4. 6 gNE

15-0R [(CDC14/THS, 8§ (ppa)]

1.54(gH,s), 3.93(3H,s), 7.33(1H,d.d), 8.06(1H,d), 8.14(1H,d),
8.21(1H,br.s), 8.45(1H,s).
IR#LO 0%

[0o087)

7—8. t=7TFN 2— (2—7I)—-5—-RAMF¥YHNK VT F VT2
NAFL) ANNRTYROEE.
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({£1 9]

mmfﬂi:::rimmﬁq___*_mqu[jngknmmq

HENT— 2 TROOEL—TFA 2— (65— APFYHARZATHY—
2—=hEZx=NAFVFY) AAMNAY VM4, 48 (0. O1LSEA) &0
. AEDSKRNAIVIAH—KYESOMIORAR ) —AKAS~4Kg/m
MR ETok. NREOARFRREO LS. KSWND O M ENE
L. BRERETCHXTOZLCIVENDEA 2 BE.

15-mR [(CDC1g/THS. 3§ (ppm)]

1.46(9H,s), 3.87(3H,s), 3.96(2H,d), 4.6-5.0(3H,br.s),

6.05(1H,br.s), 6.6-6.7(1H,n), 6.8-7.0(2H,n).

g : eikay '

[0068])

7T—4. 3—t—FPFXVYHNRZNTPI) -6 —APFYALR=AAFY -
8, 4-YeRuo—-2 (1H) ¥+YvJvoRAE.
({2 0]

W“’mng-t Hy -
0
WM T -3 TR IhELt—TFN 2— (2—PRX)-5—-RAPEIYHNLR
ZNARYTZNVAFN) ANV IMRE. 1 g (0. O01EN) RU2. 6
g (0. O1FEA) D1, 1" —HANK=-AN-1H—AIFXY—-NE&20m1OD

FrRIERDISYRCENL. BETK3RREADEf o, KISRTR. KX
BEME20m ) OXRFLEE, FHWEFRTFL (20m] X3) THEL

53 HiERH2000—-3093995



#HP11—-312297

« HHMEKRERUETARAKATRSL. WKERT RV ILTERI LS,
BRETEMEERETIZLCIYNOAENERWEAYXY Y - HRIFNLT
BRERTIZLCIYENWE2. 1 2ME,

1M (DNSO-dg/THS . 3§ (ppw)]

1.42(8H,s), 3.80(3H,s), 4.81(2H,s), 6.5-6.7(3H,n), 8.01(14,s),

9.15(1H,br.s).

N#E: 60%

[0069])

7-5. S—t—ThFVIAR=A7I)—-6—-FOXY—3, 4-YEF
-2 (1H) ¥+v1 ) YOS,
[£21]

EWMﬂE:I;IluH"u Ja'n(:(;fkﬂh&ﬂ

KN T -4 TCRONESI -t =TI XVHINR=ATPI)—6—AbXVHh
WR=-NVA¥Y—38, 4—YerFo—2 (1H) ¥rYv,)>2. 1g (0. 0
0OB2FEMN) LO. 64g (0. 00B3EN) OWMFIPUDLESO%RAL
J=Nn20mlicind. WAERTIBMEBER 2. KSRTR. 24
—NERMETKEELE, BREERML. 95%RXA X/ - NVEIYVENRIEEYN
WEl. 3 gk,

15- 1R [DASO-dg/THS . 3 i (ppa)]

1.42(s,), 4.81(2,), 6.5-6.7(8H,s), 8.01(1H,s), 9.10(1H,s),
9.15(1H,br.s).
NE: 75%
[0070]
7—6. 83— 73/)—6—-tFo¥%¥—3, 4—YeRu—2 (1H) ¥}3VVY

R17
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7 > ({bérfigNo. 11-2) D&,
{2 2]

HO NH,
mmn-mn.-t m
o o
o]

WENT -5 TROAEI -t —T MRV ANKRZATI)-6-EFOFY
-8, 4-YeFu—2 (1H) ¥3YY/)r1. 3g (0. 0046%EN) &
20mlobY 7 uRBCHA. REETKSRREDBET L. HBRTR
 HBBNIC1Om1DAR ) —VENA, MRERETICHRLTELAER
BEAL)—-NEVEREEEENWEO. 7T4g8E.

15-1R [DNSO-dg/TRS . 3 4 (ppe)]

4,95(24,s), 4.65(2H,s), 6.51-6.63(3H,=), 9.00(1H,s), 9.60(1H,br.s).
NI 0%
[0071]
. ARFHO—BA(I) TREILSERT7I/IXTFVIIY (F1) BEKXR
EFORMEADRL LT 2HFLEWNGIRATAKE. FR. RN, tosofFwEk
UIEAGERNNT S4B, WX, HEEEDEENSK IS ON S
RICICALTSY., AAEF v/ X FYeAIa/)XS (Eapoasca brassicae), ¥
v/uaza/4 (Nephotettix cincticeps) , FEESf 11D >4 (Nilaparvata Iu
gens) ., €04 (Sogatella furcifera ) . I 5% P53 (Dlaphorina
citri) . A3+ Y53 (Dialeurodes citri), X/XaTF Y53 (Bemisi
a tabaci) . A YV F Y53 (Trialeurodes vaporsriorm ) . XAV 7
75 Y (Brevicoryme brassicse ) , U&7 75 A (Aphis gossypii), A¥
¥ V775 LY (Rhopalosiphun padi), EEFP R P TS5 AY (Myzus persicae
) . ¥YIn9hLy (Ceroplastes ceriferus )', I AU AHALHS5 ALY (Pulv
inaria surantil ) . IHYIANHAHS5 LY (Paendaonidia duplex ) |
[0072]
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FYINAAHS5 LY (Comstockaspis perniciosa) . ¥/ XY A HS5HY (In
sspis yanonensis) 7HeHSNYI RFYVRAISHA (Trigonotylus coelestiali
m) SOEWMEWNH, I FIXTSYLEYFay (Pratylenchus coffeae) , ¥
wHA4EVAPEYF a2y (Globoderarostochiensis) ., Xa 7Y Faw (Me
loidogyne sp. ) . SR E>YF a7 (Tylenchulus semipenetrans ) , —¥
RXTH¥LEYFay (Aphelenchusavenae ) | NH L&Y F 2% (Aphelenchoid
es ritzemabosi) GONY LY Fa VERH, 41 X7 Y3 I (Stenchaetothri
ps bifornis ) GOMMEBHICH L THRADHREFIOILOTHS. X. &
4 223 (Bombyx mori ) , ¥R 3/)%F (Osaia cornifrons) DL LFHRBHI
HUTREBRNA PR E2EORVWRBNALBAS. ¥ 2ACTERAATEHY
- R ME10874E K (HARHBWRBZSAE) L5,
[0073]

ARHO—BA(]) TRELSER7IIFTFVVIY (FFY) BEEXR
TOERBEAWRO L LTERTSHFEWNBRAILKEH, R¥. ¥ o
DEWEVIEA S ENE T 5 HEN D S WITNENRICH U THEEF 2R
FETDHL0DTHIOT. WHHORENFHZILSEHHICADET. IO
RENNEIAEZFIMBENERATKR. £, XK. Totofw. EHED
a1 # X RESORWE. KHK, XELREA, FEFRKCH-oTRE
ENHORER USIREFATFHNEHLOIKEN. XENIORGICAIATEIZ L
K YVERHEORAMOMUOBRAMLE LN LOTHEIN, KERERIZHD
OBRROBICMEZhSEOTREN,

[0074]

ABHO—BA(]) TREINSER7I)FFIV I (F1V) BEEXR
TORBEAFENLRAE LTEATOREG. RERA LORKICRY. A
EBAORWERKCENLUTEATION-RNTHS. B, XAHO—BRX
(I) CREINSERTIVIFFIVIY (F4Y) BBEXTEORMIZ. Zh
5 EMARAERHAEKKL., XRSRCBLTHHA L —HC. AN2EACES
UTHEN. 2. Bi. 4. 48, BN L<I{Nxe. MaoME. Az
RN, B, MOV, AR, RN, DA, &N KEALUTEATHLTIERW

&0
U0%sy,
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« ARFATHATESREREEE UTREKXIREOANTH>THRL,
HkDHEKICR2YIBIHBRLE LT, HAET A X0, R, KD, WY,
B9, 20X\, JAIMB. ST, MRRBK. @l > AHBEROKRME
- PRERBECOORRAK. BER (WARZLAVYY, XY M4 b B
HE®) . 078 (AL ANY,. KOT7454K%) . YUHER (AR
WL, BD. BE. KUA bH-—RY (GKRUBENR. SKERLIVWDIES
RESONERT. REKIYVYERINYTLEERDELTRVLOLHS. )
) . WEHEM. AXAIBKR. BE. BREWRL. LoHDR, 754 Fya,
B, BRANY DA, BRANY T LESORREBEDE. WK, AL, TER.
BR. RRSOL2EH. RESEETSZLFTE Zh5RRRTELLR
R EORIWDOETCHEEINS.
[0075]

MKOHEKIRY S SHBRELTR. thAkERREEF TS ILOOM. %
BEHRZTLINBAOMTCIVEYRDEAWEIBEIEIBZLLRSD
OPHIREh, FAEREBAL UTKICETSIHEEARTREN,. Zhdik
BEeR L <2 LoRAwoETHBIN. AATK 7ra—-1% (W
ARBRRAR ) =N, 2RI =N, 4AVTOR) =N, TRI—=N, ZF VYTV
—NE) . R (BIART7EMY. AFNIFAUT b RAFNAVTFN
ey, SA4VTFAMT Ry, Y 20nFy)08) . =—FA8 (BAETF
NEZ—FN, XXV, vOoYNT, PToEz—FN. FhSEFRD75
%) . RESIRBHEARMME (MA X royy. B . BERIENLCARE (8
ARRYEY, by, FYVY, YWRY R FT7H,. PAENF 7RV IE
) « NOHFMEREARE (WARY ooz 4y, yunoikivh, EELRR
®) . IXFNVE (RATERIFN, SAVTENIRV—D, ITFN7X
V—=bh IXIFAN7EV—1®) ., 7RI FB (AXRIAFNVRVAT S K,
TJXFNELVLTIF, YAFAT7EIPIFE) . —bUAVR (ARAI7EH
ZhUNME) . TXAFARANMEFY FEGEBTSZ LN TRS,

[0078]
MOMBAL UTRKICHART IRV LB ERTEIZ LN TE. Zhd
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OMPMTEHBCHCTRAZH. BT, HS5WAR_RU Lo ESH
U. XBJWAEERLL BN ERALZWZLLTETHS. FURLSEAW
DXL, 2. THRERT/XRENOHNOEDICATFEMLIER XN, B
ARRVARVZFVIPNENI=FN, KVARVIFVITPARLTY -
Nz—F, RUAXYIF VIRBRIAERIATN. RUA¥ YT VHiH
MIAFN. RVIFVITFUVIYLERVEI STV~ RYUFZFYTFV
IIYNERYBRIZVI—F, PNENTPY—NANVERE. FT7EVIRAN
KR AW. VoY ANEVERE. BBV VEBRTXF LSO
BREARTEZ LA TRS,
[007 7]

X. HBHRSLAWODBERERL. KRRV / XRESOEROEDI. XK
PARTOIRDMEEHATEIZ LI TE, HAZHIEYSIY, ¥5FY, BB 2F
Nepyn—2R, FAREVYRFARIO-R, PFEYIA, RUEZAT7AT
— . BR#. M. RYMFS R VT ANVKRYRESOMBGT EMH T
BT rLTes. HANBORGERROEDICKICHTSRIMNERETS
r3TE. ATV Y IR X777V VRE, RR7AVFNVIXFNVEOREH
EHATRS. BRENEORZOMELT, AATF 7RV ANKYBRE
W. BERRESORYNERETOIZLITERS. BRMLLTR. ATy
Va-YHSOMBBERFTEIZLHT2S5. FNRITLEWORANARS
RBEBUTHRMTIZENTE, AARBARVEINNLT5EB48130. 01~
5 0ORE%. XAMARVEARANLISEBFOMR0. 01~5 0REBFAY
THod.

[0078]

ARHAO—RA(I) TRENIWMRATYIIFFVIIY (FAY) BBk
TOEBEEWRLD L TERNBEWRRMNE. SMEHENRTIEDK. ¥0
., ARKSCHEABRL. ELIMNSLEETHUNKICEY2EEY
BWHC, XRUMEFHOREN U S BRWHEFE L 2WilFIcHAE U THA
ThiZdvw, ARBO—WA(]) TRZIhSBAT7IIXFVIIY (FF)
BEEXCORRERYROLTOIERE DRANORARIR OEF. W

Gv
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N%11-312287 AY,
0Tpsy

AITEHMN. MREH, £ OEWRH. FHoORELMN. X TRERE. AW
» A BREEN. EARESICIYERTIF. RS LT1
O7—NEEYO. 01l g~5 kg EP»SHNICBUTHERRTILIRW
ABRHO—RA(]) CRINIBWRT7I)ZFFIV IV (FAY) BEEKXR
FTORBEEMRD L TOINNEWBRAE N ICHRERES, WRAROILX
DY, EWHIEROERERIIS ENCTROREAM X IHWNA L BEL THAH
TEZLHTRTHS.
EFREERHOARNR2AFARVERRAERT X, RRARCLAOKEESX -
haboTRhw, ¥ LGS BLEISO0RREBERT.

[0078)
nEMl.
%3 ik 4 WKLy 508
= S VA 40%
RVARYTF VY I NIz NT—-FNE
FPNVEMRIEIANVK I BANS T L EOREN 108
DEEH—CHREBRLTANE TS,
nAENM2.
3 X4 RERDLEW 3IW
7 -1k 828
=3 B S 158
DLEEN—KRENADLTHME T 5.
[0080]
M3 .
3 X4 REROLAN 5
Kb FL DT V—-DREBK 20
VIV ANKI AN T A 58

ULEB—KRAL. BROKEMATENML. BN, BRLTHALTS.
n75M4.
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B3I XZ1s REROLAEW 20
AV L HRKDKEER 75%
RYUARYZF VYIS N T NVT—=FNETN
FMRIEIANKIBRANY D L OREW 5%
UREEH—-KRADRULTRRALTS.

[0081]

BRNWL. EE7H7755Y (Myzus persicae) [T+ SMEHBM.

HEScm, WEB cmDT/SRFY IRy NENTI TS EMATERTAHT
TS5LVEEMEE, TRhEAORY NOWERBENEL . ABHOWI X
R4BEROTCAWERVRLLTISMMEKIC2BEETS 0 Oppn DWW
BHRL. RENMERY AN VS OXRICHA LU TRAEE. Xy hERER
HEL. ENEARCHEKCENRENDON I FAKBELTWIEETAT TS
LAVORERHENEL. TRORXIYGRMENHL. TRESICRES THE
Efio k.

[0082]

Bifkif=100— { (TXCa) / (TaxC)} X100

T a : AR OB L& B

T+ AL X O A 48 W 2 g

C a : MALIMX OB W2 BN

C : SMUMX O R FEHK
XN,

A-- -BBk#100%

B---MER#K99%~009%

C- - -8 9%~80%

D- - -BEkiK79%~50%

[0083])

RN 2. b0 A (Nilaparvata lugens) (Cif3 SBHRM,
EBHOEI X4 BNBROTAWEH VRO L TIRMEAKIRZLTS
0 Oppn DWMICHHL. BRIEWICA X NE (KMl : BEXW) &3 OBRRML
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s AELVERCHS ABRMBICAN., NEAOD A48 ]1 OIS H>EML
ERICHREL. BESHBKEXHEENEL. XERETRORIYNHL
 RRA 1 R ERICHE->THRETS £,

WALBX L — A X EHE

MEFKHE (%) = X100
ML X F7rap
[0084]
BERHIS. YY1 Y53 (Trialeuroddes vaporariorum) CHI SRR
R.

ABHOEB I XR 4 REROLAWEKICHBEEET1 0 Oprr OEXICHR
U. R E20m I A7V EYEKBLULE P M RRHLTH—~2F—T
NETRTV—HYERAWTBAHLE., NS, NEKEYS R INEICAN.
AVUYAF TS IRKES 2 ORBMLE, NAREXICHE, B4 B
RAENIEL. KRR 2 Lk ARIC U TR ENE L, SR 1 X RRBKCLT
HeEfioE.

[0085]

KRl. RRN2RZUBRRPES ORRLY. KRRNLOEETAT7 TS5 LY
KM UTH{AtNo. 6, 18, 22, 26, 30, 118, 185, 139%
V143RAOENERBDRERL. RRA2OMESOD AR L TR
fifNo. 6, 18, 22, 26, 30, 119, 135, 139%U143RA
DELERBIPBRERL,. RRWS OA VYT IS5 IKHU TN,
6. 10, 14, 18, 22, 26, 30, 38. 78, 86, 90, 1189,
135, 139RU143RDULOBRUMRERL. KHic{LANo, 6. 18
.22, 26, 830, 119, 135, 189KU143XAOENERUME
ERTLOTHE.

[00886)
[FREH DRG]
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P 11—312297 (’)%b
ZRFO—RA(]) TRINSERAT7I)FFVI )Y (FAY) BEKXR i
TORBEAYRI LT 5HWEWLRNI. EROBMEOWBREL T SN
TREHPRERZI WA IV IF IS IRACH U TEERTHELEBHYR
ERTIOTHY, ERCHATENEEFEGNBRNTHS.
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(RxFR] —BA(D):
(fE1]

Z—HRu

N
E,g’ )

(O (R REH. OH. &AIN. (ND) (GCIPL*N. EFOFY (
C;CaI7NEN. (CpC) 7=, (B 73) CCa7rxN. (B
) 7IAR=. (BB 7= CC)7A¥N, (BB 7x=N
CoCPPNE=N C;CIPNEN. 1, 3=TFXYSY—2-4N (;C
PTNVEN, FENLLF (C,C)7N%N¥. R, 20, S, NASHBREH
51~3ADATUMFEHT S5~ 6 RWRRF. YiZO. S. ZB-NC(R,)
-+ -N(Rg)-CH(R))- (AWM. Ry. Rg H. (C;CAPA¥N®¥). Br,
I. OH. CN. (C7N¥N. (CuC)PAH=N. (R&) 7I)HN
K=y, (RR) 7= ¥P®, nk0~4] TREINSERT7I)*TV

G U (FAY) BEEXRTORM, WICHFZMRRM.
[BR) EROBBOMEENTSEABTRBAHMBRERS VA YYD
FYZIMCHL TERERTELERIBRERT.
(BRM] =L
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G CERTIFICATE

This is to certify that the signature affixed above has been provided
by Notary, duly authorized by the Tokyo Legal Affairs Bureau and that
the Official Seal appearing on the same is genuine.

NOV. 22.2008

Date

Hiroshi SAKURAI
Director of the Tokyo Legal Affairs Bureau
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