EP O 153 127 Bl Description This i nvent lon is concerned with

N-aryl - 3-aryl -4, 5-di hydro- 1H pyrﬁq; r boxam des, processes for their

" production, insecticidal conpositions con ai ni ng t hem and met hods f or

combat t i ng:insects. 5 " The search for pesticides which have a

conbi nabesefiptidn excel | ent pesticidal activity and essentially no toxicity is
a continuing one due to recognition of the possible toxicity to aninmals and
humans of Thiginyeriiom incopessred Ofittl EGary|Gediyi-a5-dinfyd- B Epraz6i6-1 b dmidbs/ PFocsbBaseiobeen
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1, 3 or texigtyds gsitinping gnepfiuet taereqognition ooF itheepossitiiey tokitityt to @mieals abd darhahalof aaiyi Vit y.
Ger man '@OPvepasigdefgsschrift No. 2, 304,584 corresponds to U. S. Patents

3, 991, 07309'29"@5‘2 ing; deriygfivesshaal bpep viscloses! & hapheg insecticidal ae®@y.007: 4, 070, 365; and
4, 174 393 afman %WSM&@UB%@&WABQ%S%@OW§em@9@swrce,a_re Isibstitutedimtesunds

whi cff % i3 (pogitipns gf F“ﬁ FtVF?é°"me S"Qar're %%B@?'@q' aﬁ@rltv@ﬁem Qﬁyr'egz:@gsmeft INPng
that ha #‘é’&‘?ﬁpef‘dqg 3§P9‘ £9: 4.095.096> and EP-A- 01 132

di scl ose a§ ptp 41 % 65 Zg 3 Eﬂs j8pd {ERA-0085334 deﬁ'ase
opti ong ";%wgw c’l'so"r‘ﬁh o?'e ét'tb 187 T 4rP§s'T°H§t°f ﬁa\?é'arcr'r%eemgl that Jiaye

act i yj ik SR g ép-ﬂao%g 7§zc.o%9 GeofdohBandl SEL0SE
corrpounad,g an gg&mg rh ﬁse T jcfgc" g° SFQI g'ﬁégbrﬂl{ﬂ 2814 ne
(i g t hat yRORS&ESs, ABYR ara Al e < 3 comobln A o KA RIRIRS 21
bel i evegbsitishs BEins by 4B ri @thgtrda %tth | odeg-
radabi | i tB‘rese-Emﬁrﬁ)wﬁQHiﬂ RELSark @BfvddOto 4R % J §r§l§l§ﬁs Lnﬂaﬁ?\ofo§aﬂﬂﬁ‘ysér{da@&§ when
a Pl boe Cradabilify MPheSXddipBidhds RAE S dedfad® tadtBi thanGdi Seslrdbiel WHen 8sdiisdB thef extekhal dadl g

S€ QuNRQIUS ESthe ABUBrEESErlight WA GRsd EmpBunad IMRRIVEA Svhad homi BmpBhdt Brelabilie® R |
: they exthe il ttheyGatibitpoociseHegdddbiiityl chuysing anl Gridegraiid resitdas remalaliethé sl due to r emai n
i N the sofHe pésest [prertia@n tisclodee Maryd0-ag-EB4iDBBS! H-pyrazole-1-carboxamides (hereinafter at
N ar yl -tBear rpferrdd 3o dashy dotstitiied-Bgutattabd4, S-dinairdi@razoless, (hbiadirg micdnt-Qarydd,5-t | mes
r ef esr etihydro-1H9yrazalaybihtorarippxerides- and irsluding ii-enli-343rd-4 Sidiny dto-0H-pyrkiofyiFiainada®y-,
i ncl udiamiden-viyop| arg -disuipdtituted Sat- thes 4 piisitignd eromdridsybstitdech btethd -4 hestiom r Woscatestes and
i RCh udi NAEPNNES P MEngskstiuied 3t WP Hypgpiisnilthe pipstiveo] hes.jat thidmotitienbbso. it whi ch
are di sop@piuneiopdityat t he 4 me tion or nonosubstituted at the 4 position.
Wien t hes®iSoaiRue thig & 44substityirgarasty ipssersetotedearagiationjand istapolis athwaydransiasae-i t uent
has, % tt'°?*h'8 PE'“ 3% psesis, be'°6'§£’89 hygirogey; less gnghpubgeapept ?remrtﬁﬁ'er Pfd?Pa‘l"hVE’S?PWW'er s
bel i evéﬁ""z '?rﬁ‘fmeg_mg' TSF ":%ﬁ"@éﬁnl f the é%’g E’ f&dati on and
net abol, kg ,33 tx?/va} enhan st %?f aa %T“Q“def’fo@ﬁl ng

hydr oge Uﬁe rateso sorlm r w sm‘:m |]ng trﬁI srr pé’ |,e,n er'J ety to
?ngg%?lcgt S e aarr ey gg:;m ;;é:msr%r e

d tr | itit
(4 moncae G mﬁodé'w réu@arésw 3 srﬁtecr oy r&‘ %iBanced

sti’t rbt.d r%r
rates o &%thkr Wﬁ&Qhé BrdentientiBntb Blodibid Dethddd &t Icbrrd &i peste ad"ﬁ§ects dsing the
t r@ef Qiofsl Bdmpakidect of the invention to provide nove corrpounds and

COMP&Si t i @accorAMdeitA the (redévit thvalitior; MBTe ALY HSvided\EinfpBund® Bavidg thef@Slih:Ci dal
activity. It is another object of .the present invention to provide
compounds whi ch denonstrate inproved photostability and bi odegradability.
It is a further @¢bject of the invention to provide nethods for the
synthesis of 1-s bst I tut ed- subst i t ut ed- 4, 5- di hydro- 1H pyrazoles. It is

sti |4 anot her Qb of th pres i nvention to provide rret hods for
control ling pest nse u g the novel conpounds. 401 In

accor dance wrth the pre élrﬂC-r%ntlon t here are provided conpounds havi ng
the formul a: wher ei n aryl; Bis aryl; Uis 0. Sor NO; Vis

hydr ogen. [err cycloal kyl . aryl or [err] Q Yis | ower [err] straight or
bran®hed chai n unsubstituted or substituted alkyl, aryl, or a group having

wherein
Ais aryl;
.Bis aryl;
Uis O, S or N-Q; :
V is hydrogen, (C3-Ce)cycloalkyl. aryl or R*-Q:
Y is lower (Cv+-Cg) straight or branched chain unsubstituted or substituted alkyl, aryl, or a group having
the formula
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the formula 2 EP0153 127 Bl[EFB ?1 gjthere Xis 0, Sor NQ Zis
hydr ogen, [err]cycl oal kyl, aryl 8 provided that when Z is
hydrogen, Y is X -CG; and provided that Z is not methyl when Y is nethyl ;"

Q i's hydrogen, hal ogen, cyano, nitro, x [err]. [ERR]" 10
[ ERR] al kenyl [err], alkynyl [err], or a |; [err] and [err] are,
I ndependent |y, hydrogen, hal ogen, cyano,” ro, hydroxy, an al koxy group

(OR) having up to four carbon atons, an am no group (NH2), an al kyl am no
group ( WNHR) whexe KiegO.®prtNeQ:si X car bon atons, a di al kyl am no group (NR2)

havi ng, i ndépehydegan. (C:-Caloydaalkgi atyloal®s@n at ons i n each al kyl noiety, a 15
car boxy greoyided atwhen 3 isdwdrbgenk'bisX -§rCoapd previdep thahd ismgt rogéhvi wheniYsis methion

atons, an aPk Ihb,’@[?qs’ﬁﬂ 'Ong cﬂm'lo aioR) OMa Rt ORY. GP2R'0 OBtGR'c GRIBR®. [ANRIRZ. AR’ R,

al kanoyl oxy F&ﬁﬁfg SH. $QR' s PRACANBEARAFGHE oﬁ‘ﬁ'ﬁézr%ﬁﬁ‘msﬂésﬁr oup
( CONH2, 7° bg‘}wj 9‘?% FncFépEﬁ‘d% COR. Napoﬁ%ﬁsu&ﬁéa?%oﬂﬁé?&nsa"ﬁew'
each al kyl @ R OCO\IHR R2 VI n

|ndependentl b%"? thg f) (alé’ﬂ?!‘ ?< tro CII@I % 'a

| finyl P \?PW '"t"8 auopR roup, 8Up
eultin ¢ 3%2? el %1 e gg,%éﬂﬁc.@b i é@ﬁiﬁa& i flg X
si X car bo
sul f onan G2 G oupr<c mz e g o) e Hofs%t()c%}bén o Pz ome
in each alyl mdi@y, & YarbadyIBi FpIDEBRH, @tbﬂﬂa HaVHEC RSKARAENtY up ltHOs-JaO

Si X car boRaBéP&Bmd A BCLkyR mbikly, R a 34l ydps(tddas) Ry 4B td Sk EdrbdAddni30a

l ndepe ned € Rlifolyl gkbidp {-80sR) hahidy (pOD sRlcaBEn dtdinsC @ Glfombtekgrbup OB RYhaviddlup to six carbon
LKyl t hi ocemeoay kikgthio WpoupCER) niviygi updto Usk &40 SatdiisX a GafdAsHTIde {SDYNIH,, B0 RHR @M do
%‘ﬁp ( NRGBRYR A aningQindépestize G it dixycaridp afofs Sri ack alky) Grivielli, @iemido gas (NFIORY |

rmu ety, amadigkipbepahdeatiyany Besix(daREGORImia\eadhGykyl makey) am dieyidulfonamide (NRSOsRphaeay, bon

atons i n éaledenddnkiy lup tosietayhon atomisin eboh glkyd onpisty N{nGRIRIHSCEponkigraup gGSR) having up to

I ndeperfdemsix|cgrborugorts a dhiocamidardomin (MREAMS having.dedebenddnkly lup hpsie¢aghon atems in each alkyl

unsubst i t oy, e alkyigyanamide ERSOR) baviphitindgpententivi o daisic PrEban atooadt eq4ch ikl antolei. |

[err]cycl 6alimide graup ANGORIGNE) bavingeindepersently uumto encarbps algmsyip saell alky moigly. pe

one_or rmr"ésue‘ft'“l“?ﬁ‘é” Sulistituigd stpight e tsgnehedehain leyer (Rafddieh (C"'%&Mﬂm“‘gbmrﬂyﬂ where or

an al koxy "§r by “P?a?)‘fyh oigty cambg BNGrOr e e SEBEET SHIRFPNL R F'E}Qfg‘ﬁg
an al kyPafy H'ﬁ" é‘g P 3% V é‘@Y"Wg"‘pL(IP f°i“b°39°5% atB'Q? m'é? 8 2)d' P
group ( NRAMH r?'éf ad‘g | BH"% "ﬂeﬂty
moi ety, a AFEhS rcfbﬁ g M L R, A oot s:fiv.ﬁ
car bon atoonr;ssiam n ) g up :9 o'lllﬁ)hgvzig'n eB b

. an al ka:QO)(:r i e EFg:a df ¢ QéﬁHR r ©
group ( VA Q&h'al £ Qithyé

i nl UgulﬁnQI g? Rpﬁé@

atoms in Q@Q%cé%&ﬁyéton{@é Slitnyt ﬂroG@( @%ﬂéﬁp Qféw&r IFRuP (- Oggédq R2)

havi ng, i ReGREMIRNN YarbdAPatdn®, Sh %ikfiRio Lpdp AERMavihd) us & Elx %Arlsahl atbrmd, @t Yifondmide

sul f hydri ligo,MHs Udd.NAK lor BOOH) bavidgRhadpaidbilig, dpPtotsik daibsn GRMD @eadh QT mofty, an

s \_f onydo  Girila Ryrdup INREDR)HaViRG) Gndeifontientls iul 16 ik RErBoncdtemisSin eachsatyl mdiaty Carg oS-
2R) héndiniag (NRBC:B) Bavixig.Gdepadertty, QUi sia RarBbrkatbrbshin Gaci' BKyPmEIBHR) anhayithigari p

to Si X CcambmmgratpiC8R) mvisgl L Osxcatien dt¢nest & thicarpido greuwpr (NRCSR) \naving, indepereipaindent | v,

up to six sxasathom awineris eagh diert Imomiyk g aliduliangmide (INREDR) Aaiind oindgprendentyNRCBRix

havi ng, i reefbpresterehiniepch akyl mejetyi a0 imide borp BYERNCOR hevirgh inderridentiyp e toysix qarbon

al kyl sufs- afoaﬁmaabair\éﬂw]etvmr\ﬁmgl 9rPypel whsean isrpp 12ry! grppe PRying the staledSuRbes PREPOD n

each al kylat°m§1‘éta§/afy‘eﬂﬁ°ual kyl t hi ocar- bonyl group (CSR) having up to six

carbon atons, a thioam do group (NRCSR) having, independently, up to siX

carbon atons in each al kyl noi ety an yI ul f onam de (NRSOR) havi ng,

I ndependently, up to six car bo& ayQ I kyl noiety, an imdo group

(N( CCR)SCCR) havi ng, i ndependently, up OIQI carbon 45 atons in each al kyl

noiety, or an aryl group, where Ris an B | Pgr oup havi ng the stated

nunber of carbon

where R' and R? are independent

for each carbon atom of a chain;

G is (C3-Cs)cycloalkyl, unsubstituted or substituted aryl or R*-Q;
n isfrom0to 10; '
and agronomically acceptable salts thereof.
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atons, or an aryI group; 4 50 R is where
[err] and [err] are |ndependentEPf%}53e1azghB1car bon atomof a chain; G is
[err]cycloal kyl, unsubstituted or substituted aryl or [err]-Q n " is from
0 i 10: Halagbnagrﬁumaéenarbhyrumaepbr&b,l teonsind, brSodideer eof . 3 EP 0 153 127 B1
Hal ogen cCadoakg! catn bs eosér iam dykiomopyh eycloblity| dykinganty b eyishexg!, cyobhdptt icyokioctyl,

Cy cl oatighonglacyclbdecgihoysiomdeeyt amdooyclbdopecgpy| , cycl obutyl, cycl opentyl,

cycl ohexyy! capyelchdrepfrgrh phanylcéptarelyydubstitied with 01 plistitognts inddpengéntly chyosérdtemdecy|
and scyWi oabthilc gptionglly shibstifeiad [with dfToibsiituents indpeadaptly comen oMMy & msmbaredit ed

Wi t h 1betprecyties congainingt up to Rditrpgerietems. ?WP dhd swigert ploms. 3 to\2 syivplatomg land yptoional |y
subst i fuglergragiion [gtoms 70%'913&% pubgtitifirdswithnbik pbstieants| 'gﬂeemgf@n CF‘FB‘M‘W W o5 afe nber ed
het er oR§BEedNSIROSYSA FRItAIRHG P toB ?I["tgP’bgt%'HS - &P &n%m‘ygt? SpURR\PRufipr alogsand

2 Ifb nyelearCcatban SQP*'QP 84 :ir*edcar'baﬁ%vP P%S‘H tly ¢hesep e d
C {5 e, & et BT r'b%'w Wﬁeﬂﬁm &dt‘qt ©

wrtl‘f’l"liJr ve preERe °f d%%{ . PE
hetero ?ﬂ" ‘?yﬁ‘izﬂ ' ! ‘g up to
: zu'sz?ﬁ e s e
ji%a %Brg;cyc es |n3&ud{a pyrryI rhf(uryl t hi ophenyl ,

|m azolwnl IS%J%B "gt,'ge[}brﬂ,gglyl pyrazol yl, pyrldyl pyrlmdyl andthe
| i ke. Wis hal’ogen, cCyano, nitro, [err], [ERR] [err] or [err] or [err]. 15

In a preferred conpound, Y is a group havi ng&ghe formula [ ERR] where X is
0, Sor NQ 25 Z is hydrogen, [err] cyclbal kyl, unsubstituted or
subgdituted aryl or [err]-Q and A B, U V, QIR [J[err], [err], Gand n
are as defined above. In a nore preferred corrpgghd, A is unsubstituted or
tituted phenyl; B is unsubstituted or su tuted phenyl; U isO or
S; 30 V is hydrogen, [err]cycloal kyl, unsubstituted or substituted
_phenyl or [eherd X®0,S¥N-Gs a group having the fornmula 35
[ ERR wier eis Xydrege. (65-Cg cyqiaatiyl insubptifuted af sybsiuted aryier RT@y2ed 6. KyY. Q. R R,
unsubst i t ut Bl R3R*s@Bad 1 wra pedelispdabgyp- I mpePrefarey cmpol: even nore - pfeferred
compound Bsunﬁugs‘WF%béﬂt‘éﬁFﬁﬁ'é’hyl and V  is hydrogen, unsubstituted or
subst | tﬁed'éb‘ﬁ%‘r@w“tﬂrmﬂl?s@teq ®P4t a nore preferred corrpound A i's
unsubst i ut ted o i su i tuted is
rroné"subs&l t FEeLse: (gi‘ %ﬁfﬁt"?’?"gt"@dt’sﬂwgﬁﬁSUB’WE”tedpG'WV% één or [err] Q and Z
i s hydr ogen's 2B ERISMA RTVEr substituted phenyl. or R4-Q In yet an even
nore preferred X

35 i

-C-G

where Xis O or §; and
. Z is hydrogen, (C3-Cs )cycloalkyl, unsubstituted or substituted phenyl or R*-Q. In an even more
: -preferred compound,
is substituted phenyl; and
is hydrogen, unsubstituted or substituted phenyl or R*-Q. In yet a more preferred compound
is unsubstituted or monosubstituted or disubstituted phenyl;
is monosubstituted or disubstituted phenyl;
is hydrogen or R*-Q; and
is hydrogen, unsubstituted or substituted phenyl, or R* -Q. In yet an even more preferred
compound,
is monosubstituted pheny!;
is monosubstituted phenyl;
is O; and

N<IP»P<®

50

cCm>»
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compound, A is nonosubst i t ut ed ph | B is nonosubstituted
phenyl; U is O and 55 4 EP O §§§ 1?3387891[ERR] In yet an even nore

pref-erred conpound, A i s nonosubstituted phenyl where the substituent is
fl udro, chlowo, jgrono, trifluoronethyl, 10 trifluoronethoxy,
di fl uoronet hoxy or nethyl; B i s nonosubstituted phenyl where the

substituent is fluoro, chloro, brono, trifluoroneth®l, trifluoromethoxy,
di f | uor onet hoxy, carbonet hoxy, carboet hoxy, carboiSﬂpropoxy, met hyl thi o or
met hyl sulsf onyl ; U is G 15 Vv i s hydrogen, ['ower [err] straight or
branched chain unsubstituted or substituted al kyl, -C-@uwer [err] [err]

al koxy, lower J[err] alkylsulfenyl, unsubstituted or substituted

aryl sul fenyl, [ ERERt 206%hehore dréferfbd@mpau)d R i s as defined in claimbé,
cyano, | ower Al eris mordsibstittiod sremd wkaré the Wdbett@intis fioro, chioro, brombiffiuGldlsthyit uent or
t he al kyl® noi et ytrifiudromewnedy, ditbrofnetdxit oxyethyl;ower  [err] al kyl sul fenyl
unsubsti t ut e® oris swilisolisttutbe phepyl @heyrd el sdbstiyent is thowechidre bromo aefiuboabtkyd Xy, cyano
or lower [err] -tfiuephkboxgr diblosbthoxy, carbomehdxRirboeB0xy3 Earboisogtopoxy, imethhithidrongen,
| ower [err] al kyhethwaulfaapisubsti tuted or substituted phenyl; and G IS
hydroxy,wlomék.ﬁeﬁr] alkyl. Tower [err]-alkoxy, lower [err] alkylamno,
| ower di al kyVam ipBydmaen. inyet (Ga€g eiriidher|bjanehes chaiy unsybititutesan gipstiuteshalkyl, lawesdeh
al kyl noiety, orCepplgry.lower (Gr-Geralidppifenyb Hinsypstiteod prestivied agyisHisBind. A is
4-chl or ophenyl, 4-bronophenyl, 4-trifluoronethyl phenyl,
4-trifluoromet hoxyphenyl or 4- 40 di f1 uor om¥t hoxyphenyl : B i's
4- chl or oghenyl , 4-bronophenyl, 4-carbonethoxypheny|1l4-carboethoxypheny|,
4-q¢pboisopropox- yphenyl . 4-difl uoronet hoxyphenyl ,
4-t™7fl uor onet hoxyphenyl, 4- trifluoronethyl phenyl C-8¥nethyl - thiophenyl or
4- et hyl sul f onyl phenyl ; U is G 45 \% i s hydrogen. nethyl.
met hyl sul fenyl , whefi 3t is O eRyd 8'US dsdelided irCadi 6,940 0dWer (GRER] 3Mylheteroalkyl, wherein
trifluorsacetyl,thé aibsiglentar theakyl @xigglig/tbwer YC1-Ca) ali@xyh @wer (C1-Cs) alkylsulfenyl, unsubstituted
[ERR] Z i s hyasagtiated pretisulienyphestye: -C.flcagdohiionxp pirdn gt lower (C1-Cs)-alkylhesteroalkyl:
4-trifluoronmdt hyisphenyl, 4-trifluoromethoxyphenyl, 4- 55
trifLuor ot hi omet hoxyphenyl, 4-difl uoronethoxyphenyl or
4-di f 1 uor obr onot hi onet hoxyphenyl ; and G is hydr&y. nethyl. ethyl.
met hoxy, ¥et hoxy, di met hylam no or phenyl. In a rmst" preferred conpound A
i s 4-chl orophenyl. 5

-C-G;

35 z is hydrogen, lower (C,-Cs) alkyl, or unsubstituted or substituted phenyl; and

G is hydroxy, lower (C:-Cs) alkyl, lower (C:-Cs)-alkoxy, lower {C1-Cq) alkylamino, lower dialkylamino
having independently one to four carbon atoms in each alkyl moiety, or phenyl. in yet an even more
preferred compound.

A is 4-chlorophehyl. 4-bromophenyl, 4-trifluoromethyiphenyl, 4-trifluoromethoxypheny! or 4-

W 40 difluoromethoxyphenyl;
' B  is 4-chlorophenyl, 4-bromaphenyl, 4-carbomethoxyphenyl, 4-carboethoxyphenyl, 4-carboisopropox-

yphenyl, 4-difluoromethoxyphenyl, 4-trifluoromethoxyphenyl, 4- trifluoromethylphenyi, 4-methyl- -
thiophenyi or 4-methyisulfonyiphenyi;

U isO;
45 A" is hydrogen, methyl. methylsulfenyl, 2-nitrophenylsulfenyl, carbomethoxy, acetyl, trifluoroacetyl,
formyl or methoxyaiyl; ’
Y is
X
% I
-C-G;
Z is hydrogen, methyl, phenyl, 4-chiorophenyl. 4-trifluoromethyiphenyl, 4-trifluoromethoxyphenyl, 4-
- 85 trifluorothiomethoxyphenyl, 4-difluoromethoxyphenyl or 4-difluorobromothiomethoxyphenyl; and
G is hydroxy, methyl, ethyl, methoxy, ethoxy, dimethylamino or pheny!. in a most preferred
compound

A is 4-chloropheny!.



EP 0 153 127 Bl B is 4-chl ogprdfddy{or g4 isQ V is hydrogen, Y is 5

50-CGG 10 . _

10 Z is nethyl, and G i s methoxy; or A is 4-chl orophenyl, B is
4- Thi d& oplsetroplorophenyl, ‘ ‘

15U UV is® V i s hydrogen, Y is 20 :

0 V. is hydrogen, 20 -C-G 25 Z is
met hylY, aifd .

2% G is ethoxy; or A i s 4-chl orophenyl, B i s 4-chl orophenyl, U
is O 30 \Y; i s hydrogen, Y is03 O

35 -GG Z is methyl, and G is dinmet hyl-fm' no; or
40 A is 4-Chlorophenyl, B is 4-chl orophem} , U isO V is

car bonet hoxy, 45 Y is 50 -C-G,

-lg z is methyl, and G is nethoxy; or 55 A is 4-chlorophenyl,
B 1L disoiethgt aphenyl U isO V is acetyl. 6

is methoxy; or

is 4-chlorophenyit,

is 4-chlorophenyl,

isO,

is hydrogen,

is

15

<< CwWw>rqw

20 o

-C-G,
25 is methyl, and
is ethoxy; or
is 4-chlorophenyl,
is 4-chlorophenyl,
is O,
is hydrogen,
is

30

C
<< CBPON

a5 il
-C-G,

is methyl, and

is dimethylamino; or
iis 4-Chlorophenyl,
is 4-chlorophenyl,

is O,

is carbomethoxy,

is

\
<<CO>ON

45

50 | -C-G,

is methyl, and

is methoxy; or

is 4-chlorophenyl,
is 4-chlorophenyl
‘is O,

is acetyl,

55
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EP 0 153 127 B1 Y

or A I s 4-chl orophenyl,
trifluoroacetyl, 15 Y

nétﬁoxy; of 28k A
\Y is fornmyl, Y
or A I s 4-chl orophenyl,

car bonet hoxycar boyl Y

or A 5 is 4-chlorophenyl,

hydr ogen,

10

15

20

25

30

35

45

50

55

7

<<CO>»ON << CW>P>ON <K<CW>P>ON

<CWO>ON

EP 0 153 127 B1 Y

is methyl, and

is methoxy; or

is 4-chlorophenyl,
is 4-chlorophenyl,
is O,

is trifluoroacetyl,
is

is methyl, and

is methoxy; or

is 4-chiorophenyl,
is 4-chlorophenyl,
is O,

is formyl,

is

is methyl, and

is methoxy, or

is 4-chlorophenyl,

is 4-chlorophenyl,

is O,

is carbomethoxycarboyl
is

is methyl, and

is methoxy; or

is 4-chlorophenyl,
is 4-bromophenyl,
is O,

is hydrogen,

is 05-CG gpgysh
1S

is [ERR] .20 Z
i s 4-chl or ophenyl ,
is 3 0-GG 35 Z

is 45 [ERR] so Z
i s 4- bromophenyl Il 55
i's [ERR]

and 10
phenyl ,

is methyl,
i s 4-chl or ophenyl,
I's met hyl,
i s 4-chl orgpphenyl
~is methyl

U

-C-G,

-C-G,

-C-G,

I s et hoxy;

I s et hoxy,

i s met hoxy;
is 0. V




Z is nethyl, and 10 G J gge{%} ;o or -
10 A is 4-chl orophenyl, B EP'?1S 4- ﬁ(‘%’l uor onet hyl phenyl U isO V
i.s hydrogen, 15 Y is
15 20y s : -C-G
20 Z is nethyl, and G i s nethoxy; or 25 A IS
4-trifluoronet hyl phenyl,
25 B is 4-trifluoronethyl phenyl U i sO 9 i s hydrogen, Y is 30
300 -CG il 35 35 Z is 5
methyl . and G is methoxy; or A i's 4-chl grgphenyl, B i's
4-trifluoronet hoxyphenyl, _ ’
40 U is O V i s hydrogen. Y is 45
[ERR] £ ismethyl and 45 50 Z i s methyl.
an®® G @ i§%$\°i%?’; or A i s 4-bronophenyl, B is 10
4-trifl orBmerg’P%En |, U is O V = is hydrogen, 8  EP 0153127 Bl Y
is [ER Z;s' Lo Wé‘ﬁ,y and 10 G i s methoxy. These preferred
conpounls i1 drlgee in the formof their agronom cally acceptable salts. In
angf her,, pr%f HE conpound, Y is lower [err] straight or branched chain
unsubst i tuted or substituted al kyl or unsubstituted or substituted aryl;
0O
fl
2.0 'C'G 20
'\/. ’
z is methyl, and
G is methoxy; or
25 A is 4-trifluoromethylphenyl, 25
B is 4-trifluoromethyliphenyl
U isO,
L V. ?s hydrogen,
Y is
30 30
o
il
35 -C-G, 38
Z is methyl, and
G is methoxy: or
A is 4-chlorophenyl,
( B is 4-trifluoromethoxyphenyl, 4
e U ;isO. .~
V- § is hydrogen,
Y is
45 (@) 4
!
-C-G,
50
Z is methyl, and
G  is methoxy: or
A s 4-bromopheny!,
8 is 4-trifluoromethyiphenyt,
55 U is0,
Vv is hydrogen,



15 Z is [err] cycloal kyl , U@Ld)%lfe fggd or substituted aryl or R4-Q
provided that Z is not hydrogen and Z 1.s not nmethyl when Y is nethyl, and
A B U V, Q R J[err], and n are as defined in the paragraph conmenci ng

on\p’age 3 above:r In a nore preferred conpound, A is unsubstituted or
substituted phenyl; B is unsubstituted or substituted phenyl; and 20

U is 0Oor S In an even nore preferred conpoung, A is substituted
phenyl; B is substituted phenyl; V is unsubstituted or substituted
phenyl ®or [err]-Q and Z i s unsubstituted or sdbstituted phenyl or
[err]-Q provided that Z is not hydrogen and Z isgigt nethyl 25

when Y is nethyl. In yet a nore preferred conpound, A i's nmonosubstituted
or di subst%ut ed hen |; B is m)nosubstltut ed or disubstituted phenyl
and V hy g 'ﬁl referred

i s mondsub {ed phely ?prefgéed °°mé’u"ds T ﬁb n@&?f *fedtaﬁramﬁ}ﬁcé'ﬁﬁn&pﬁg |s o}

and Z IS U hl (Y ‘elcg%pg& nonosubsti tut ed phenyl or R4-Q provided that
Z is not methyjs 30&% - )' a.ﬁ&fb\qnc obi Gna %snﬁ:&«tﬁé/oe&s it e&’&@i &'y {éﬂsaﬁ:%QPU“d A
i's ITDI’IOSUbStItHIb e “EUbSEI T tent '8 TTtor oro, brono,
triflugyomet hy,s,(Ca‘?&) cycloalkyl undubétifuldd OF QEBAMPEHA oihield H%&B%h??é)‘ot@&dr@ﬂ% by ; B

i s monosubst i t @isadt RN WhenWNEMBnLRd AU B V,IGIRNG?, RS RB|H404n@ n afel2k BdHRed hiano,
trif1uoromet hyparagrdph borkHénGRES Y3 atibvd, InEOhQEBeRRYcompain@ONET hOXY,

car boet hoxya cilubsbsipdepastiutedhéyyl:t hi o or net hyl sul fonyl; V is

hydr ogen, |Boweis undubstituledot substiledd phenybsminched chai n unsubstituted or

substi taut ed! al &y ar Sl loaeeveh eore]prefddred compound, [ err] al koxy, |ower [err]

al\kyl sul f eyl , isgvistitited phieptlied or substituted aryl sul fenyl [ERR] 45 where X
is~0 or S &hd Wsubstitutegptienyic| ai m 14, cyano, lower [err] alkyl heteroal kyl,
wher ei n t h¢/ suisyequbslituted opsubstidedpheny| orfbGeangd i s | ower [err] al koxy, | ower
[err] al kylsul F@Pﬁg{PSt'tutﬁﬁ§Uﬂ’§§fiﬁtf@tpé€f‘Vb?' R&-Qprrevided thetiZ jstnetysreqen pechdis | not etk
[err] &arboal kB5&PY it Dethy: Ipyet p gwpeerprafarred camppungh ky| het er oal kyl ; Y is | ower
[err] straifght SglonsHEsikied g B‘f“H‘teﬂrﬁ’g‘ﬂ‘B'stl tut ed or substituted alkyl, or
unsubsti t uted | Br’"° s B(S’E Ff%prhe’r‘ comoSungover [err] alkyl, or
unsubst it utied § onosubsf{ue 'Hye tsiit °f)P'8(7f'%Fechtp?1L5F Z is not methyl when Y
is meth‘yl Qn ¥ '[;ga¥e preferred conpound. A i s 4-chl orophenyl,
4- br ormphe ?SI uor8 hyI phenyl . 4-trifl uoronmet hoxyphenyl or 4-

di f | uor onet;hox , ided! l;
4- brom)phe%l ﬂ%ﬁtﬁ’ﬁd%ﬁ%ﬁgﬁ%‘%e p%@‘ﬁ;hog%%ef;%ﬁgﬁﬁmaﬁﬂgg?ﬁgssopropox-

yphenyl, 4-Li fsah@BskiR% YRAGMAbre tH-stistithdnk R HEURE LR YHrdN Willuoromethyl,

4-trif [,yor onet RlorRmsty, diftorsleisly-or bth@phenyl or 4-net hyl sul fonyl phenyl; V
ils hydrogem neinoydsubsiitaied shenytlwherd Ye,subdtitiént is GEAIE aiibre rdneNiliuorom@thiao et hoxy,
acetyl, trifl usfwaeethgky, difuoromethoxy, cardoMBthaxy, carbosteixi @aradiytpiopoxy. methyithio or

5Y i s et hyethyisuligwbpyl , n -butyl, -3-chl oropropyl, 4-bronopropyl or
p-henyl :and/ . is hydrogen, lower (Ci-Cs) straight or branched chain unsubstituted or substituted alkyl, lower (C1-
\_ 40 Cs) alkoxy, lower (C1-Cs) alkylsulfenyl, unsubstituted or substituted aryisulfenyi
X
i
45
C-R!

where X is O or S and R is as in claim 14, cyano, lower (C1-Cs) alkylheteroalkyl, wherein the
substituent or the alky! moiety is lower (C1-Cs) alkoxy, lower (C1-Cs) alkylsulfenyl, unsubstituted or
substituted phenylsulfenyl, lower (C:-C.) carboalkoxy, cyano or lower (C.-C.) alkyiheteroalkyl;

Y is Jower {C1-Cs) straight or branched chain unsubstituted or substituted alkyl, or unsubstituted or
substituted phenyl; and

p4 is lower (C1-Ca) alkyl, or unsubstituted or substituted phenyl, provided that Z is not methyl when Y
is methyl. In yet an even more preferred compound,

A -1s 4-chlorophenyl, 4-bromophenyl, 4-trifluoromethylphenyl, 4-trifluoromethoxypheny! or 4-
difluoromethoxyphenyl;

50

55



Z is nethyl, ethyl, n -progplg 143 22! oOr phenyl. In a nost preferred

corrpound A is 4- chI orophenyl, B I's 4-chl orophenyl, 10 U is O,
10.V i s hydrogen, Y is phenyl and Z is nethyl; or A is

4- C\I’ﬂ OrB)pth)bhlprbﬂrﬁnyl 4-tBomophéngl, 4ear|bdn@ﬂﬁ:p)nmmyll 4-carboethoxyphenyl, 4-carboisopropox-

15 U i S yifBeny\/ 4-difluergmeiyoeypbererh 4-triffuoromatixypheryl Byrlfluoramethylbhenyl, b-enetipt hyl ; or 20
A i s 4- thieblweng phemethylsulfonylphenyl;

20 B Vi sishydredenrmegtive pthyisuifenyl, ZinyqphewlsulfenyIgcarbpmptbg@mcetyf. trifluotogcetyl,

3- ¢l or opr @mormx% Z is methyl. _
25 These piséindp @@Pt'cﬂrbﬁwn%@'quﬂe*wﬂm?ﬂﬁ@yf%P'i’ﬂ"lifa"ti hei r agrononi cal Iy
accept abl eSSefhys etk grpriry. 1 -pyty! efROBVY MY RCBOSHPBRTAdEMPIUBSent | nvention, there
are pr(ﬁll d@d’“ﬂon‘@g‘f'tl ons contai ni ng corn- pounds of the present invention
and pr es§ LhipgPheRYlepari ng 1- substit ut ed- 4- substi t ut ed- 4, 5- di hydro- 1H-

pyf%zol es Jhe present invention. One process conprises dissolving a 1

-substi ut é(? gl hydro-1 H 30 pyrazole in an aprotic solvent, mxing a
phenyl

strong |hor the resulting solution, allow ng deprotonation to 30 take

pl ace 4: JI on of the pyrazole ring, and then adding an al kylating .

or ,sacylgaltlgq.cﬁ' '5}{3 wherein the 1-substituted-4,5-dihydro-1 Hpyrazole

di ssol gd siy the aprotl ¢ solvent nust be a 1-substituted- 4-

m)nosuhﬁtlfsu{, »ft, 5- di hydro- 1H- pyrazol e when the desired end product is a
1- substy t ugady ;Andji substituted- 4,5-dihydro-1 H pyrazole. 35 A second
process f o nthgpar i Ng conpounds of the present invention where Y is a group
havd ng A heis 4-chiorophenyl, 35 formula [ERR] (G oup B) conprises treating a

bet a- digar sarmbrogrenppound of the formula: [ERR] where A, X and G are as
deTTned) abeve with a m xture of hydrazine and fornal dehyde to produce a
3-aryl -V 4- whbybegeost i t ut ed- 4, 5- di hydropyrazol e having the fornula: 50

50 55 Y is 3-chloropropyl, and

552510 < Epmethgie3 127 Bl [ERR] where A, X and G are as defi ned above.

Tr eat nefbesgprefefied ompouad ket iha fasp offeinagrogomically ggceplaligsalisy| i socyanat e

af f ords Fmﬁ\@r - 3pc pange mt he4)_res$r5 invention, there are provided compositions contammg com-

movnosRAYEE ¢ d'Eee Brespns ingnti W&?ﬁ’r for preparing Jlssyptityied-4gpositied-4 Sydibugie-ign

F th%y[raz?l?sea S§ t | process comprises dissolving a 1-subst|tuted -4,5-dihydro-1H-
8 SR r%& el oo ey it Fe e
base Cﬂ pos jon O n ein

Iﬂon%sﬁs ﬁfd'gp«siff i @% 555' PRI e

20
%‘m
e desired end product isa 1-subst|tuted-4 4-disubstituted-
4,5-dihydro-1 H-pyrazole

35 A second process for prepanng compounds of the present invention where Y is a group having the
formula
X
¢-c
.\/ 3 -
3 -

{Group B) comprises treating a beta-dicarbonyl compound of the formula:

. X
il ] .
45 _ A—C-CHZ-C-G IT

where A, X ahd G are as defined above with a mixture of hydrazine and formaidehyde to produce a 3-ary!-
4-monosubstituted-4,5-dihydropyrazole having the formula:
50

55
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dlhydropyrazole 1- car boxani des gﬁon%hqugxentlon The conpounds of the
instant invention are N-aryl-3-aryl-4,5-di hydro-1 H pyrazol e-1-carboxam des
20‘\yh|ch are disubstituted at the 4 p05|t|on of the pyrazole ring and

4, 5=di hydr o- 1H pyr azol e- 1- car boxam des whi ch are nonosubstituted at the 4
position of the pyrazole ring, sa&d nonosubstituted conpounds having 1-oxo
or 1 -thiono functigpality at theg<4 position of the pyrazole ring. The

substituents that nmayN\pe coval efft |y bonded at the 4 position of the

pyrazol e ring, whether tituted or disubstituted, are defined by Y
and Z in Fornula I. It houl be appreciated that X ai n conpounds of the
present invention can i st geonetric isoners; that is enantioners or

di astereoners. The pressn Veéntion includes corrpounds and conpositions as
di scl osed herein conpri si rh{{gubstantl ally pure dextrorotatory, |evorotatory
or r¥cemc mixtures of salnd conpounds. The 4, 5-di hydro-1 H pyrazole-1
-carboxam des of the instant invention are deened to include 4,5- dihydro-1
H-pyrazol e-1 -thi ocarboxam des and 4, 5-di hydro- 1H pyrazol e-1

-i m nocHeRdX XPndBre apfefiped p4oye- 30 Fornula | is oxygen, the conmpound is an
oxocas boxﬁrﬁ?tﬂ‘é“"a?fl dhediludropyrazgle af |Ff>i!nula1 N "1“6 rami*rVé ‘SPCVaE% a‘@tﬂ?ﬁbﬁj Nefryi-ganyl-4-

t hi ocar hg 'W@HWB° ° b a’" ﬁ'ﬁ‘?%{ i s an i mnocar boxami de.
f d r wi h
that wiER A p";; e £§w g!m‘m%fgea% sy %Hﬁﬁ?@f @?&W vde e

deg of
substi tu “&SMb wsﬁns iSl aRURSY ;j .64% yx b Glgochuda? be
cycl “a'vhh’ch aLeeéi% erb H%U:pﬁ hibrHd & ;%az& -1 {)égded

t h%k which B dsiforl & lthe én in

[ ERR]  (1Q&x04P1 E\)on&!%ﬁ&@n .y%ﬂqe $péitiBn &%h Fah&i&‘ ga \é@b uﬂént ./ae J:oval ugan be
hydr 0g&jandeays€ kel Kaékiorl & thel pyraddlés kdS whdthdh RidndRlibsBthE® b J.sabﬁadnear 36 aéiined B ¥] - Q
The onlaid QarBeAS. 105holill Be bipreRidiol Mat ¥AhiA BorkNndd @ VB BRSO Mldntidh & eddt ab he

f our Zpapbmhét@niserhers; it Rydnadtiom@s 4Ddisstdiddmbis. Ehe, pra¥Bitlikenfion Scilided Icog@idndsading@ t hose
wher e “toinposiionsCadodisGdbed Mekeih o rising Neabstdd sty tputeedbxR@ETREW.NIERIdEAAE or racemic

necess aviktrys of aioxxompozids] or 1 -thiono EP 0 153 127 Bl oxa [ERR] 5

f uRct i onarhet ¥.5dlthydrbréH-dyrproleitcaromxamides ok theyinsiant liyentiomgre @dmed vib Sesiude Heb-

c onpourtitydrof! Htolyazqie- thioparboxamiden t andn4.erdibydrs1Hipvsazple- Hintieacarboxamidesh eVaenp@sint | on

of tHe Royruierlgs exyaemite cpoyidys an gxoesrtioxantide ra when WisufuriniFarmiad e sampeusti ude,
but ar ds Rothiorarbaxpraige @ed whanicY|is Na?y‘F‘e cameﬂuwil lis amawep&ﬁrkwm'dm 'IZ’ISXW@FPWI u

al kyl t HUBsuRSE(iS ox¥g9Ry | sul f| nyI al %/anoa kyl, car boa

car boal koXRpafelgliqnshin. Botpesn 'sc%‘F'b&? arﬁ Hd E’kﬁ

'Bo
ey R g X f ok URIA aaP yclea F
al\tl-mad%gl“l? 3:9 SO |a'¥{'ﬁj%o W?ﬁ? éw th {oRF"oHY '&w&met B*r‘faar\ﬂ

i mi noal® noaryl hal o, hydroxy car boxy, dithiocarboxy,
di t hi ocar boxyal kyl or dithiocarboal ¥oxy.
tit Preferred Z substituents when w¢ié G oup A are phenyl, 4-chl orophenyl,
ca( benet hoxy, carboet hoxy, “¥0°di net hyl car banoyl, acetyl, propionyl,
benzoyl . butyl, 2-nethylthioethyl, 3-cyanopropyl, 2-nethylsul- fonylethyl
or car HEreep mmywetmwd G 2% as defied abovg| fer Formukkhk 12 ¢anhethydrpgrancylopid (Cb-Geko or
1- t hi orvysybstifeted & Fustitutpd S'@%BbQB as defined in Formula I 15 include, but
are not | T el Fomaoungs *Bg'é’ﬂ"""'h!"l’d‘gﬂ can fe pnosyhstituted,at thefayr gasitie) Pf thepwesgal kyl |
al kyfst Hi"g é“ekypere épwp@gﬂnl are those where Y is

X

i
-C~-G,

50
and these monosubstituted compounds have, necessarily, 1-oxo

o]
]
55 ("‘C-) ]

or 1-thiono
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finyl al kyl, cyanoal kyl, carboal kox car boal koxyal kyl , car boxam do,

car boxani doal kyl , N-al kyl car bc&%ﬁﬂg%‘z" B1 { N al kyl car boxani doal kyl ,

N, N-\di al kyl car boxani do, N, N-di al kyl car boxam doal kyl, hydroxyal kyl,

ket oal kyl , ketoaryl, thionoal kyl, tdionoaryl, im noal kyl, im noaryl , hal o,
hydr oxy, carboxy, dithiocarboxy, di{f hiocarboxyal- kyl or dithiocarboal koxy.
201 Preferred Z substituents when{~¢Tas 1-oxo .or 1-thiono functionali ty

(G oup B) are hydrogen, methyl, phenyl, 4-chlorophenyl,

4-t i frdric@nalieest e PPRBYA of the byrazbie WiRg. ORISR REMNYunds of the present invention are

4-tri fdisutestiotd aanes busiyrddt eHeypyrazofe ring) f | uor omet hoxyphenyl or

4- di f | uorasiisle ABLL3LIOeME, WitenyYDis @b A ifdiele,BRE bre potaifnléd e:chikyL Brg1 brhl@ Maloansy), met hyl .
When talkexyaiomatkvithidalky falkiylnefinglaipg, copgnoalin; @ arboalikaxya taeboaiopalkyh Shrbdxainied, caitbot-he 4
posi t ivemnidéaRyio UhralB)carbpragdde. balkvivenypaomisdakyh adiNripikiicarboxemidon RN-dialledcatbyx-at  t he
Y subsmidpaleyh thydroalia.cfetoalkd.dketoaryl, thionoalkyl, thionoaryl, iminoalkyl, iminoaryl, halo 2fyd@xanpl es
of sulsaPexyrithiecarbpyy dithiocavedxyaiiel dngithiesgrbenikomt koxy, t hi oal koxy, al kyl, hydroxy,
al koxyal fKeferredt 4, pubstitpeniz Pk f 1S Grou &xar Phiea Xy 4-chidigrberyl saren Ca'a?ﬁth%‘/

al kyl amem'carmwmcgm rREOPIORYY (9812 ufvlcfafnﬂhvﬂmﬂyw fgianepirpyla| Zpthyisul

subst |f‘l"l‘ﬂlf”§ﬂ OFARe g‘“V't hi oal koxy,  car bal k cyano or al kyl het eroal kyl .
Pre‘Perr ':saarlfgtfsf' @"%FJEP H’é ! g’° fupgtipn g”f't %?Ig @)ﬁ?s def,‘ aﬁ% § 1}2 r oxy,
g: gt }ﬂﬂ anoa yl 'g}alt'% ag(::roxy cargoalk xyalté réboxamlof'o carboxamu dalkyl N-a ?ﬂcargz ryr(15|do

30 Su oxamidoalky!, N- dual arboxam| NN d| k rboxar‘ndo | alk etg\alkyl

subst ig |l6ﬁg|| lo&a?\gg ms%m% tlt'ed yor"mg Zthgl ég boﬂai‘h# xgt&t Igéib((anlsyra'ed i's
SUW' tituelivinn tiGs E’Bﬁd’& 1- G.Br%uﬂndﬂmén@‘?e&%t drd Wickhe hdthyllP T O
five %l#?@lt %H@Uﬁh@myl 'Ltnfh:%rome eﬁﬁ 4 hfl@rorhekno héﬁpls |Lér$tHBrﬁ hox{dheny!, 4-

NDNOS WagdrdrtatHoRRbhéty! & atBSbErd rﬁ*&newolz hdnQeTrRANBR RbtertiafsLdkiREH: isShEaRA. | tuent s

and DS twikh feSdorrPelnkié) 8t th b@seﬁhmw.ongaféw&mmsm&oam bdsiabe@rotb te), thdde 35

subsgt icbrhidds Ihavrgt 1esto fuctiofdlity RBha Y Rastitldnd Bre plfer®r r ed phenyl substituents

i ncl ude HxbrgdsOof Eibkidlients OF GiMdciude hydadged, Idikoky, Qica@ky \alkyl, hydrédy U alkaxpadyhoxy,

di f | uahicatved/dliyk plkodyalkmy, tydalkolybikdxy amaiocdity@ohing Ly lainine Ithrbalikoxe, cgdnoOie@alkydr 0N,

tri¥ eot Sy substitytedt withfalkoyr thisakdancgroakoxyl ickdnt or dkpblemalyyl.creférted Glsupgigietts on on

t he plirgkagd methylgpthyGurediokt eboty. Brdromy dyestiariagino @and ghebyi Most peidrred srie metriory.

pr eb eethexy opdimghgeminauent i s unsubstituted or substituted phenyl and. nost

pref er r eWbstitieatHsav be dey! hsHgstitulgd \arng Thep Prelgrednd bstityeat Saprsulsiitulgd for er ent

40 s§wstityteq, gheny af‘@)m‘emef?'f?dt'h@bst"ﬁ?ﬂjv’f@ﬂy'4W jledhe PheP gropp &1y PaISYRSIV@Nt B i s

nonos W% 7 ofive gubstityentssit is pesfespd Bt it Prounsuetitylph Q( monps ?5“"%”5‘{?(589("?“!9&‘”@6 in the
par a ﬁa‘i"? Ghd'“‘f-"?’léﬂé‘?sf’*é‘ﬂ“ss‘ﬂ‘ﬂé’qu’c RIERTS 3y é’reLRi'é Vf P’l&‘b‘? 'Pﬂs'H’FU”‘e‘E) Mihie

3| ted err?ﬂ p clu l romo
E:;‘:’ bogtﬂuoro ’Iﬂg lﬂTlOfO e(my é’ dg or jigjox at the} Ziél ?t%r:?tﬁy ?}%Eﬁ ’ﬁ??m ;K%rg.tﬁrm ef erred

subst i ug.ue fofo Refpreiog DOVt GBE or
t t rteg EAuﬂeH hQ t\g\'ﬁ?\ yuﬁ{t rtvbr? Eufﬂ g S/ ifferen

o SOPE e eq L gﬂhéﬁ S rout 536 ool ) s éaﬁ i tuent
itber 4 pOSl S. When i i o u i err

E be &Qﬁ&l&&%dm@ 54| posifidC P r%b’ subsilidhts RbiudeCiubib. r&% Q and
[er r] ﬁu&o@eshydeffnw&de )\RubrSHhetheny, Bebémethoxy, IcBrbsyiraly, Yarb sobs%p&waammo Iower
[err] o trediigikbnyR MRt BrofRAEA siditlidhtsUinGuda Sdhiokoll bRFho O Baroathbiyl WhrBsbirakK Yar- | Ower
[ er r ] abikepropoxy| dmBromEBsxy] tBRUSMEHbK QRNtbrometAa LRsyittisIbrasbiisulblst i t ut ed
ar yssul frepiskentati@veimgieardt baatitnal konye allgy ataoched anyercydieidyl alyioy IRveh enhaal kyl |
wher eiQnanti e asLHs-defihbd diveanfor Bommiién & Pefekaply; Viisi hgtirggein Slowed (@ FCs) airalghtedr lbaxighed | ower
[ er r ] ahdiyUrsutisfitetay lor substivged pliet, rigvesa (b e baikoryy Jowsro(C: Cylalkndsuifenyl ovwebstituted or
[ er r] ses@értet pigigiitenylewer (1€ eFsinarbeaikony. gyinp diowt dfi-Cartyivgteroalingh t Whptoinuthd ewby | |
2- ni t syt ery the dky! meiety |is lowr@oﬁm"mmyoweaé%t%a'kwwfpwv! Uayvep e s ieproogkarmy | or
metshoxedng jor lopery(Cr-Galhptaseaiylh Maw preferiganaeitypspaen. @%Y'o’ﬁﬁw'syd'f%'béﬁtff’wwuw th 1-5
subst ifaWetrtempthersrepiietityopacetyb dEmY!HOF BANARY Inapht h opti onal Ir% substi t ut ed
with 1 AT G ghoseR fremiPRer b entigRaly pubstiRdet 115 ypst "‘%‘"%epﬁ%’ﬁﬂh( ?fe‘}‘\fé?"érocycl e
cont ai*ii REM"Yp W@“?'Vﬁ“??‘ﬁg‘r r’f"‘tat‘o7rr§“bs‘t5 "isd"d?p%‘ﬂ ﬁh?i?'bff%m Wi P gregd E’G‘I’f ur

t ons "SHGEYGE LYRNANLEP 1o 2P ap t°6‘ J‘&gl”t“ tBPHhith 1-4
2u&gf.w§§ »f g iy e g Rx??‘g% ST TR &

hetrcy e anm nifr ena m up onu rat sa
gf’gﬁé' él;rboér#at s pi igu:ed hE % Q M éw% "‘11: rlE%n gﬁ Qi; fur
d
substl sal an ppencfenﬁ ‘h?uosen fhro ’6\? 53 esent atlve exa ¥ gf 5 and
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N-(3- trlﬁvrﬁa@?bmé‘?%@w henyl )-3-(3-chloro-4-trifluoronethyl phenyl)-4-(3-nmeth
y| t hi oprhbffsaromonbamst- ?r rchl@f%V'fapwafhtip@ﬂwmqammv&-m@wmamw&enyl-4 5-

10 dlhydro-1 H-pyrazole- -carboxamide
N (Rtri'f 1*9122?%?@%?“”6&%\9 g;r“‘Sm("S‘“ﬂ'Pﬂeﬁ\f'U‘%’W?’“WY‘&‘G\G@W@{"I‘IWQH@W 5-4- car boet h
oxy- 4- S

N-(3-t ri #tﬁ'f'“SP%Sthﬂ?ﬁeB‘f”’4'°-&'%?‘?‘h°f"Y -HEPBHLersrYrEdvgea- phenyl -
4 rret hyI

’bromo 8‘?? 'f%gromth{;' iy box%ﬂ‘g)'m‘v“ip'(egy'ﬁéﬂwaﬂVBb?’c?ﬁyl) 4-me

wzg ”ﬁgﬁ% pgm %"“ﬁ"ugmz‘z*h e

- dhydr o- . I " "

Nt e 5;535“%%;?%%) Rty mpy sty 4 S 1

r 0 3+ PWN-8aRInphehyl)-3-8Rhioro- @t%BQQé%fﬂﬁyl)-4-methyl-4-(3-cyanopropyi)-4 5-dihydro-1H-
pyrazole-1-carboxamide

N- ( 3\r’r i N-{abEsRBRin {1y 3-BRABISM)tritRolometByIBHeAy)=-¢ndiriyi-4-laaboprahyiyd, sdugapt )44 - ( 3- met hyl

t hi opr oppyta}oledt-catioiynhided, 5- di hydro-1 H pyrazol e-1 -carboxam de

N ( 3- t r iN-{4oamopshiilyd-Ehelpl4)trifBoroBetbfdhetyl)-4dnethyi-4-{4idnaormdtioxygpbrgrgls) - 4- car boet h

oxyeeet hydingdrg-1tiplrazhlect-carbekamider azol e- 1- car boxam de 25

N- (3- t r iN-Hdomonkently3-(Giebinpt4)taiBob@etbyithend-44nethyl-4- (4 onstimxypdbreiytls) - 4- phenyl -

- met hy| -dihygrodHipyrgzals: Ticapoxamide 25 pyrazol e-1 -car boxam de

N- ( 34Lr |'H41§>m"t9mww {Stetlaspt4tafivorometbiphemtiftiestiyyl-4-“AafiogomeshipppnyR it Ssitedigt ) - 4- met

hyl - 4, 5-1Hmpadel-¢ &%5 i 0l e-1 - carboxam

N(®tr .wwmmmw %Y%'ﬁvr“)t"fwewefemha?s@ﬁn@wI -4-acatybht- fiteontbayreadenit hyl - 4. 5-d

i hydr o- £2 30 car boxani de
y (44;@r:\ophenyl)-3 (3-chloro -4- tnﬂuoromethylphenyl) -4-methyi-4-allyl-4,5-dihydro-1H-pyrazole-1-

N (3-tr I?‘bf’eﬁf"%%hengy&@ Sl Aa Rl ORABNRAN ] Lok R AERATRL g Yadaet ! - 4. 5-

~4, 5-di hyd

d| h dr o-
o A Jg% %m@ aQﬁ.gasmtg%oxoﬁsetﬁmhgmaml | edhoRBRY 4 saifBbhK! - 4- 5- di hydr

N-(4-( e obKUn{iP4- ermbf)on%mwoa.eﬁyn&ﬁnﬁymrmtﬁr.ﬂetﬁﬁ-a Ehmwr&mw&bﬂhenyl )-4-(3-
rret hyl t Qh,gg{ag.ml )-4-nmeth H pyrazol e-1 -carboxam de
4"&{ mﬁIbF&ﬂobtkb’nQ%@QM‘E%M@myﬂo%etﬁylﬁrénﬂhlrﬁyﬂﬂphﬁ&%u)l'4‘5'&@6:@31-%}/&&&3 opropyl) -
Vicaboamiiehydr o- 1 H pyrazol e-1 -car boxani de
N- ( 4- br owaphaplenyd)-3-B-caibloarihudroinsthfipheay) ety d-fpbtBdxyhdthyd-4,6-dipees-iyl t hi opr opyl
) - 4- acetpytazolg- beathokantiden- 1H- pyrazol e- 1 -carboxam de
N- (4- br oW dremphenyiBs-E3higietdaritnodmpthyifhenidriamattydringtdthighdthyt-4 58inpdeo-iyH t hi opr opy
| ) - 4 camryapis-headsoxamide  di hydro- 1 H pyrazol e- 1 -carboxam de
N- ( 4- br dhidpremephenyiE3-GIhigletddriftyorgmethyigheaubriamptty i bhemd-A§idihydto-{ iBpyreaoleyit t hi opr opy
1) -4- et qmiiedi hydro-1 H pyr azol e- 1- car boxam de
-(4-bromopheny| -3-(3-chioro-4-trif uoromethylphenyl)-4-phenyl-4-(2-ch|oroallyl)-4 S5-dihydro-1H-
pyrazole-1-carboxamide
50 N-(4-bromophenyt)-3-{3-chloro-4- tnfluoromethylpheny!) -4-phenyl-4-(2-methylthioethy!)-4,5-dihydro-1H-
pyrazole-1-carboxamide
N-(4-bromophenyl)-3-(3-chioro-4-trifluoromethylphenyl)-4-phenyl-4-(3-cyanopropy!)-4,5-dihydro-1H-
pyrazole-1-carboxamide
N-(4-bromopheny!)-3-(3-chloro-4- tnﬂuoromethylphenyl)—4 phenyl-4~(4-chlorophenyl)-4.5-dihydro-1H-
55 pyrazole-1-carboxamide
N-(4-bromopheny!}-3-(3-chloro-4- tnﬂuoromethylphenyi)-&phenyl-4-(4 difluoromethoxyphenyi)-4.5-dihydro-
1H-pyrazole-1-carboxamide
N-(4-bromophenyi)-3-(3-chloro-4-tnfluoromethyiphenyl)-4-phenyl-4-(4-trifluoromethoxyphenyl)-4.5-
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(4-bronmophenyl )-3-(3-chloro-4-trifluoromethyl phenyl)-4-(3-nethyl thiopropy
| Y- 4- met hyl -4, 5-di hydro- 1H 45 EP opg3a2oBe- 1- carboxam de
N-(4 br onophenyl ) -3-(3-chloro-4-trifluoronethyl phenyl)-4-(3-methylthiopropy
| )y - 4-met hyl - N- (2- net hoxyet hyl sul fenyl ) -4, 5-di hydro-1 H pyrazole-1
-car boxanmi agydro-m pyrazole-1-carboxamide
N- ( 4- br om) ﬁ‘éﬁ%g ph?y )3 (%‘Fﬂ"lﬂ'ﬁt"ﬂ“%"t"?°f’1V'BPﬂ"éS'?fé'P'f??Y"ﬁﬁ?éﬁS‘H°5°m&th('@eﬁ¥é)rW hydicopr opy

| ) - 4- met hy ’ggc n -1
H pyr az ol el -3 3/ 4-tnfluorome}‘1y?phenyl) 4-phen3/ -4-acetyl—4 5-dihydro-1H-pyrazole-1~

N-(4- b Oer % E‘r&m o] Fr(yi-s-?]c rch4 Hfh}outoir}cehylo Eenggs-hlyenﬁ Q—%’;X 4, dlhyéu('o H-FE razXlletLhI opropyl

) - 4- et hyl -

N- (4- br omoE 3 jg,gney)ﬁ &M.owgﬁ.g&[.ﬁe é\plgpgfaﬁyr&m Gl Rl 1 0P 0Py

|)-4-nmeth azo ar box:

N- (4-b y ; th
51 ere ity ek Lo

N- (4- br onD RiesrYhIpnay()-3-EEniord-Ptritkrokomisthly BRI AB bRV RRBRN! 5) it dro-3rpRktpe i hi opr opy
| ). - 4- met hytarxantié bomet hoxycar bonyl - 4. 5- di hydr o- 1H pyrazol e-1 - car boxam i de
N- ( 4- br oo pReiyhgphany()-3-{Fthiots-Btrifuotdiriethly inmsngip@ pridpy 1o A mglly)-4, Sldigydramet dyyazdidri-opr opy

| ) - 4- n@t hy tarthdxaniie EP 0 153 127 Bl ,
car bonet hokysrbrmhepheryh-8-(Behtbrdadrufioroiridthpipheny!pé-gheity-¢-melhosyeanaihgld. 5-dihydro-1H-

N: (4- br onoph@nigdtcaBox@didehl or o- 4-t ri f | uor onet hyl phenyl ) - 4- ( 3- net hyl t hi opr opy

|} - 4-met hyN4¢¢f°m¢mwh-91(%m9qommeswldmmylufdwnﬂwmwﬁ@ﬁ-@wimﬂHmbr@m de

l\h(4 br ono Mide 3- (3-chl oro-4-trifl uoronet hyl pheny Ib} g‘@ nmet hyl t hi opr opy
| ] - 4- ndét hy N-(4prp yi)-3-(35chlogp-4-triflygrompthyigheppd): 159’}99&2‘61"@1"1" -@meneattyienfenyl-

N PraifyAro- agolpICHPREMIAS | | f vl bh 3 hvl t h |
e ﬁiﬂ”ﬁ Ll b P
R % o ?ﬂmﬁwiﬁo&\w?é’e%"ugfén% ks s oo

Nt (4- B0 e t i opr opyl ) -
N (- Bor EE Db branh i S L Ll L BSR4
Ny (4 br omo Qp‘n yl)- -'(éié?wlloﬂfﬂfnﬁuol:o'?ﬂefhbIEﬁHnWEM%XJl-%%WlN-ca%oﬁﬁth&?k%)&hE&bOpr opy
|]- 4~fe t hyyp-pjs ,25, Ldsaarst v - ydr o- 1H pyrazol e- 1- car boxam de
- (4- b oNDRIEEYH ah&sy()aw&uo&r@n.ﬂmtomefhb|gmnfmabﬂawn-wiﬂ@myulnlcafhoﬁ\atﬁ&@@awaﬂws4 (2-c
hioroal |y a,hyﬁroﬁﬁw&aéﬁcé&b&m@& pyrazol e-1| - car boxam de

( 4- br oo RAEBIYhYphSny(-3-(Bdhoar BtritotamethlyigitanaR®prany -partyiN-cabomathbeaiibroxas- 4- (2- m
et hyl t hi oetityglo) HAgyezealé-hydisaamiddt pyr azol e- 1- car boxam de

(4- br onophestymhgphany()-3-(Fdhoar-Striuotormsfhlyipigngrepiepi-pimemyitN-didetdatbembyre.gy - 4- ( 3- C
yanoprepy | dinvircbiehyiaze-dedbdamige azol e- 1- car boxam de 20
NE (4- br oo Ntdetyrhgpheny(-3-¢lom-blritluotormefhy igkmng e oHegt-pimethyitN-todny b $-Bnsrdati y - 4- ( 4- ¢
hi or ophenybpyazdled-cabowpide- 1 H pyrazol e- 1- pyrazoe- 1- car boxani de
N: (4- br onotietigmgeheny(-3-(gom-Hlr omef'w'a'@ﬁnv emx'ﬁﬁ@ﬁy'r")-me!h%m%%ﬁ PrefRyaret- (4- d
i f1 uoromret H‘éiRWH HypRPeamige dj hydr g- 1H- pyrazol e- 1- car

gmphgw b Ofomew'a%mmmw-fmeww mefhve aﬁﬂmﬂrmy 4- (4t

—g»a:w
uwan

N;(4\s.bPorm H,élﬂ' ik

fl uorone I raz

N ( 4br onop g - z‘é%?“%’(*g o L T B S S S

i 1 uor onet ’% h .

Nt (4- by ono Mlﬁ %gp- e %or%gﬁl‘{%mgﬁhg%ﬁeqﬂgiﬁﬂy ﬂ%ﬁ@%@?‘@“@g’?ﬁ%?%gﬂ dro -acety

114, 5-di hy Qs pﬂé!rfy%?i &hioro-4-triflucromethyiphenyl)-4-phenyl-d-methylthiomethyl-4,5-dihydro-1H-

' fyrazole-1-carboxamide
N-(4~ bromophenyI)—3-(4-chlorophenyl) 4-(3-methylthiopropyl)-4-acetyl-4,5-dihydro-1H-pyrazole-1-
carboxamide

50 N-(4-bromophenyl)-3-(4- chlorophenyl) 4-(3-methylthiopropy!)-4-carbomethoxy-4,5-dihydro-1H-pyrazole-1-
carboxamide
N-(4-bromophenyI)-3-(4-chlorophenyl)-4-(3-methylthiopropyl)-4-ethyl-4.5-dihydro-1 H-pyrazole-1-
carboxamide
N-{4-bromophenyl)-3-(4-chlorophenyl)-4-(3-methylthiopropyl)-4-methyl-4,5-dihydro-1H-pyrazole-1-

55 carboxamide
N-(4-bromophenyl)-3-(4-chlorophenyl)-4-(3-methylthiopropyl)-4-methyl-N-(2-methoxyethylsulfenyl)-4,5-
dihydro-1H-pyrazole-1-carboxamide
N-(4-bromophenyl)-3-(4-chiorophenyi)-4-(3-methyithiopropyl)-4-methyl-N-(2-nitrophenylsulienyi)-4,5-
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1- car boxam de 30 15 :
N-(4 br omophenyl ) - 3- (3- chl or o- 4- tr| PI u%?% lhyl phenyl) - 4- car boet hoxy-4-al ly
| - -di hydro- 1H pyrazol e- 1- carboxam de

N—(4 r onnajmimpy%z5|a1ggyb%gmé trifluoronethyl phenyl)-4-carboet hoxy-4-benz
yl -4, 5- di hnq4-Brockdphni)y 34 LtflorophertyBial®maditiBpropyt)-4-methyl-N-acetyl-4,5-dihydro-1H-pyrazole-

N- ( 4- br onopbgboxknide- ( 3- chl oro-4-tri fl uor onet hyl phenyl ) - 4- car boet hoxy- 4-carb
omet hoxy - 4 N&gs-romyptheng)-Brk-cradophenyf) i Baathythiderepndaetmyi-Mlearboethoxy-4,5-dihydro-1H-

N- (4- bs onophexigiijcaBexadvdehl or o- 4-tri f | uor omet hyl phenyl ) - 4- car boet hoxy- 4- et hy
| - 4, 5- di hyS#{®brimbghynyd:Beid-chiordpheryiisddmethyitbiopropyl)-4-methyl-N-carbomethoxy-4,5-dihydro-1H-

N- ( 4- br onopiaaigitjca®oxa®idehl or o- 4-tri f| uor onet hyl phenyl ) - 4- car boet hoxy-4-net h
al | yl - 4, 5- Bithigrdmephariy)-3ri4-chiorerihenyl-4-(Eaethidthioproryi-4ABthy -N-carbomethoxysulfenyi-4,5-

N- (4- br ono h\é*rpyﬂ)-w@zgsﬂ@?m@qa@ldﬁ trifl uoromethyl phenyl)-4-carboet hoxy- 4- met h
oxymetMyl - (gbrapqaghmy _ajﬁchlrfggnharym@éa Tet@é}hng@mm@thyi-N-dnmethylcarbamoyl-4 5-dihydro-

N- ( 4- br onopireigzelp=t Fabaapidecr o- 4-t rj f | uor onet hyl p |\¥| - 4- car boet hoxy- 4- net h
yl -4, 5-di h &Uormw_h aiﬁFlg.oropret&'aM%gegthxltﬂgpropyl)—4 methyl— fo:myM S-dihydro-1H-pyr ole-

VN ?50”2 T ";zggrgwﬁrﬁ;ﬂ%f >%R§1"7*”@*“%%&%@@%%%&9%&89%%?'8‘?' ¥iam de
lN: (Nfl ( t2) ﬁln?li P hen T—g— hy lc}rop%anyl) g—(é-mﬁtk' gtﬁ O;g%%_i_) i &%ﬂ?ﬁ%&ﬁyl—%%&:@@&%qgé}é/raélbl et hy
N- ( 4-br ono gf -(&M&p%er%a)lttl é &Lthkﬁ\k@%%ﬁin{% I'WJn%)thﬁsuﬁ%pgéi‘&m%yﬂ-ﬂ met h

- N-acet y oxam

N' (4- %om)p &X&aéph& ,% ml&wﬂe@ Hiald- %th'ﬁh@&?&yl?-ﬂn{m?lmdnhuo -ReQinp@syr4- met h
Zts‘garbogst, M =cdrb m hydro- IH pyrazol e- 1- car boxam de

I OMDRREERYhdpnenyl3=&Brhidsgher L 3-nbtRAiBFEy ¥ rdBgmtmbtndi-apadiyaei1ROXY - 4- met h
yI N- car boprizbe\taboamicdi hydr o- 1H- pyr azol e- 1- car boxam de
N- (4- br onpEhebryhgpheny()3-(&tiaomenti)x3-btthiogradyrppdaeirta-dinydroa difdy@adidibx y - 4- net h
yl =N 55 carwasniaam et hoxyar bonyl - 4, 5- di hydr o- 1H pyr azol e- 1- car boxam de
N- (4- br onopiresrghophdny()3-(&thiaopbenyl)dicarbdattoryetr@ichipbaipiea§-bihyde- tapsaeleloxy - 4- et h
yl - N- car boeasidraniges ul f enyl - 4. 5-di hydr o- 1H pyrazol e- 1-‘carboxam de
N- ( 4< br onoBtieeromnypheny)3-(¢-phiesorirenylittcarboathoxoh@mieiiyitiineinyl)-3.Sdibydse-Tbewazelkyf= 4- net h
yl - N- di net egpoxemigsmnoyl - 21 EP 0 153 127 Bl 4, 5-di hydro-1
H- pyr &¥ol elNq4- @'am%gry Sd@chIorophenyl)—4—carboethoxy 4-(3-cyanopropyl)-4,5-dihydro-1H-pyrazole-1-

N- (4- brono 3mije 3. (3-chl oro-4-tri fl uor onet hg &‘henys) 4- car boet hoxy 4-met h
y| N-f or ny -(ﬁbrgmmhmy r364-il']1o_ror1519q,yaf-GFrgoeihoxycdégﬁBI ' ~dihydro-1H-pyrazole-1-

yN|- f ﬁl— Pﬂr?'?ﬂg y%?\ gﬂhe'zy )‘é'(g‘g'omp%el?yf)%r : F)%e%\fx%y?légg ezho}{yp}\%nglr)gg dt?‘?ﬁ?t hoxy-4-neth

5 razole carboiam de

N- ( 4 br om) 64'br° "y ) '(*ﬁ'fk(’)r?pg e'}imi“'rc?rlp? eltjhg)r(y64 ng trl!{'u?ro ethoxmhe%n é gr § %r? hoxy 4- et h
yl b rsQLHTEmM@ﬁA%? elhoxﬁ@@m%&mxgﬁlphenyi ~4,5-dihydro-1 H-pyrazole-
N ( 4 br ormp 5 oro-4-tri ?uor onet hyl phenyl) car boet hoxy- 4- net h
yl - thy hgait rgﬁgﬁﬁbﬁyﬁs Qa-ctlbrbphetyD-4 earbbdib kA7 R - 4dl6-diRAFDPM - EE 1-d4lboxamide
N- (4= Omnheayham&y()-%—(mmu&me Halchrbbdidk2armi Ras-gianyiH)pyhzdal-bagkiage - 4- net h
yl - N-trif | NQd-Brameghyl)4:-(Bchiorophenyl)-4-carbobtiidiyd:6knoyi-4, 5ty 6- 8O rfzoid- 1-cadbtamisan de
N- (4- br oo phebgmdphdny()3-(a-bhiaomerd)iarcabbatokedak tonkpbe st dhydrod Bippaetdin x y - 4- et h
yl t hi onet hydrsotarhidedi hydro- 1 H pyrazol e-1 -carboxam de
45 N-(4-bromophenyl)-3-(4-chlorophenyl)-4-carbosethoxy-4-ethyi-4,5-dihydro-1H-pyrazole- 1 -carboxamide
N-(4-bromophenyl)-3~(4-chlorophenyl)-4-carbosthoxy-4-methallyl-4.5-dihydro-1H-pyrazole-1-carboxamide
N-(4-bromophenyl)—3-(4-g_:hlorophe_nyi)-4-carboethoxy~4-methoxymethyl-4,5-_cﬁhydro-1 H-pyrazole-1-
carboxamide C
N-(4-bromophenyl)-3-(4-chlorophenyl)-4-carboethoxy-4-methyi-4,5-dihydro-1H-pyrazole-1-carboxamide
50 N-(4-bromophenyi)-3-{4-chiorophenyi)-4-carbosthoxy-4-methyl-N-(2-methoxyethylsulfenyl)-4,5-dihydro-
1H-pyrazole-1-carboxamide _ _
N-(4-bromophenyl)-3-(4-chlorophenyl)-4-carboethoxy-4-methyl-N-(2-nitrophenylsulfenyl)-4,5-dihydro-1H-
pyrazole-1-carboxamide
N-(4-bromopheny?)-3-{4-chlorophenyl)-4-carboethoxy-4-methyl-N-acetyl-4,5-dihydro-1H-pyrazole-1-
55 carboxamide
N-(4-bromophenyl)-3- (4—chlorophenyl) 4-carboethoxy-4-methyi-N-carboethoxy-4.5-dihydro-1H-pyrazole-1-
carboxamide
N-(4-bromophenyl)-3-(4-chlorophenyl)-4-carboethoxy-4-methy!-N-carbomethoxy-4.5-dihydro-1H-pyrazole-
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yl 5-di hydro-1 H pyrazol e-

15

N—(4§\5r onophaRMbdsamrb 3- chl oro 4-trifluoromet hyl phenyl)-4-nethyl -4-(2-chloro
allyl)-4,5- diNA-Brofrodtishy)BY(B-BM&tbsheryl)-4CcaibBaoRFY-AEthyl-N-carbomethoxycarbonyl-4, 5-d|hydro-1 H-

N ( 4- brormph@wio)e-&a(beaﬁmeoro 4-trifluoromet hyl phenyl) - 4- net hyl - 4- (2- net hyl
t hi oet hyl ) - 4 Net4-diolmgghetyl)B-(Hchigryshaai4earboetitony-pmxtByiiNetarbdethoxysulfenyl-4,5-dihydro-1H-

N- ( 4- br omoph@mgioje-12catbdxamiideor 0- 4-tri f | uor omet hyl phenyl ) - 4- net hyl - 4- ( 3- cyanop
ropyl) - 4, 5- diNay-tiromeghehi)-3-(4-chiorophenyl)-42@rbpstiroay: &ethyl-N-direetiyzadamaye4,5-dinydro-1H-

N- ( 4- br onophewgdole-13ca(b@xaglidleor o- 4-tri f | uor omet hyl phenyl ) - 4- met hyl - 4- (4-chl oro
phenyl ) - 4, 5- d{trpromophbnyik3-(fphicronhbry!)H#-cabeatipax &mptiid-N-formyl-4,5-dihydro-1H-pyrazole-1-
N-(4-br orrophé?fm’?m'ge(B chloro-4-trifluoronethyl phenyl)-4-nethyl-4-(4-difluo
ro rret hox ¥fp he Ayff-promopfienyf3-(4-chigrpaigryty-carpraiiprud Bptby-N-roethexymeluid. Hdnhydro-1H-

2

pyrazole-1 -carboxamide

5
N- ( }br onoph gf”“sm\e@')@ﬂf' ghiesonbenyi 4f°P'l9E’ﬁ"Z9f‘r3éfﬁ9‘f“6ﬁ'é?ﬂWV) 4, ﬁd'%f%wﬂyi?z‘('ﬁr“t riflu

N-(i br onophenyl ) - 3- (3-chl or o- 4 tri %Ltbggsggigx‘ phenyl ) - 4- car boet hoxy- 4- phen

h h ml e
N (4- br Sﬁﬁﬁh e R >-.4fcr1ramﬂmm9frw¢ﬂémvssu'f&nwﬁware:1'z BIRPT | 1.
h h 1-
N ( 4- E)r gmlgpﬁ °" ?:.W' ?or%o'%e'fypxﬁ u?(;erthgo’ﬁﬁ ‘Hgf' t?'ﬁﬁeir?{y?rfacﬂty‘ TRV RS - 4,

5-difhydro-1 o -4.5- .
N (b ompﬁg'gujﬁf"*g ?@*3#3';'%°p2°1vp?% BRI fﬂﬁnmew SFOMETUORERT -, 5

(3411

- di fiydrogl Hy ¥-Bﬁﬁl%h€ -3-(4- %r&ﬂ&@%@ﬁrboethoxy-‘#phenyl-4 5-dihydro-1H-pyrazole-1-carboxamide
N-(4- br ormph@ur(x- tomapherynBRA-BidogherylialchdEh MR- RIbRNA BYin) drdh1 kbl 14 am6iamidl - 4,
- dif Ty dr o- 1Hnpy- B@iﬁ@dh@nyl)-&m aﬁbropherﬁl%mm-(d%hloroallyl)-tt 5-dihydro-1H-pyrazole-1-carboxamide

5

35 N-(4-bromophenyl)-3-(4-chlorophenyl)-4-methyl-4-(2-methyithioethyi)-4,5-dihydro-1H-pyrazole-1-

N- (4- br omophestydxpmide ( 3- chl oro-4-tri fl uor omet hyl phenyl ) - 4- net hyl - 4- car bonet h
oxy+{4, 5- gi hy tir(®brbmbphemyh3gs-ciicepbenyl-amiaty b dganopropyl)-4.5-dihydro-1H-pyrazole-1-

N- (4- br onopheariydxymige ( 3- chl oro-4-tri fl uoromet hyl phenyl ) - 4-met hyl -4-ethyl -4,5
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45 N-(4-trifluoromethylphenyi)-3-(4-chiorophenyl)-4-phenyl-4,5-dihydro-1H-pyrazole-1-carboxamide
N,3-bis-(4-frifluoromethyiphenyi)-4-phenyi-4,5-dihydro-1H-pyrazole-1-carboxamide
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50 N-{4-bromophenyl)-3-(4-chiorophenyl)-4-phenyl-4,5-dihydro-1H-pyrazole-1-carboxamide
N-(4-carboethoxyphenyl)-3.4-diphenyl-4,5-dihydro-1H-pyrazole-t-carboxamide
N-(4-carboethoxyphenyl)-3-(4-chlorophenyl)-4-phenyl-4,5-dihydro- 1H-pyrazole-1-carboxamide
N-(4-carboisopropoxyphenyl)-3,4-diphenyl-4,5-dihydro-1H-pyrazole-1-carboxamide
N-{4-carboisopropoxyphenyl)-3-(4-chlorophenyl)-4-phenyl-4,5-dihydro-1H-pyrazole-1-carboxamide

55 N-(4-carbomethoxyphenyl)-3-(4-chiorophenyl)-4-phenyl-4,5-dihydro- tH-pyrazole-1-carboxamide
N-{4-chlorophenyl)-3.4-diphenyi-4,5-dihydro-1H-pyrazole- 1-carboxamide
N-(4-chlorophenyl)-3-(3.4-dichloropheny!)-4-pheny!-4,5-dihydro- 1 H-pyrazole-1-carboxamide
N-(4-chlorophenyl)-3-(4-bromophenyl)-4-methyl-4,5-dihydro- 1H-pyrazole- 1-carboxarmide

45




di hydro-1 Hpyrazol e-1-carboxam de,
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N- (4- br onDfib §&¥tich Ml e d ﬂ)rgseh'&rd? AR tabt PR EM! Suitdbid asréte tshivdrtshdr®Pr OpY

1) - 4-BCeioyd ndt sénl awdd'eﬁfotoﬂvate’& urldd BdcRdrcondition s ABRYAEIIIRs that are useful in carrying

N- (4- br emoRS @Rrkidr Prilcks, Gl &6 Qodhintited d, WRlkpraaishy kdtBgaistuan AalipiReatiB Bl drydatbdhsD Pr oy

1) - Mecanhmart henotarbors; aibhdiz Clicdhdls, Empys, amronis, 1dialiR MM MGidlg! sulfoxides, dialkyl
N- ( 4- br cuofdsesuplalkyl Phisphaid| amidas, and sich lother oiverithbtnexnpivi) byl thoser dhitied ih aheyartd- ( 2- c
hl or oal IPydiered sdvedts axscdidieylLethbrs, 4fdmonia, piralgpoiuegnland @aminbn Tharmos preferred solvent is A
N- (4-2br taveipidefuydn) - 3- ( 3- chl oro-4-trifl uoronet hyl phenyl ) - 4- car boet hoxy- 4- (2--m
et hyl t hi oetliylaling-ahdB- abiylatngragentsithatiamyusefuldd earrting oyt ithoxaaeesbeof this invention Vg;g with :
N- 4- br Sroperievigr] omBoyng-being symhesized: Fér| eramrigrde BYEChHA yiptian. epprigoase B gl- 3 c
( opr, 0 3gANs- ‘MOU%‘?;;PH;SP& arq not limyiied 49.gpetbyi Cb'efa‘ﬁzq@gtam% methyl iodide, m?‘l:y' (
N- ( 4- br 3fyishieaags W atky(spifopates. msffw' SP'F%F’H}?E‘V‘ P'bth'éﬁ ‘Fg methyl ApleRyENAIES \2Id) - (4 '

hl or d'ﬁh & o,her4m5t )dzrtlﬁ age@tsmar P18 p@seLsk:lle férred alkylating agent is a:yl

r d re | meth
m;ggﬁ%gﬁg% : 699 ﬁéfa ol f;% Vﬁ%;@w %gwgﬁ AL 1
N-( 4- br qg eg@? 1 n e a{olyl on hidro orma ar & ?r es alky}1 ( a-k
rifl r (‘j?i‘& nﬁ¢§ ?&X arb anatesé:J I lsacyan ﬁ}? &R‘X na es é’%
N'(4L§,g y M es ' l’ eS Ol'Ol ¥y 'E\ )})Lrpg\gf% )Th ﬁl ngtywnﬁ1 (4 ;t
(1 71 uor GRldilchhehly raépr iafla y.sfrn d%éﬁ e

N- (14- br oNDRE fakloh Tederatufe WaRl bl ) vl mﬂm Qb Q44 b Eqinboii: fle FakieRRIcBASY ot aC et
yl -4, 5- di ford bl -1bb 1Y to2abOlt 203" ¢ RFaRA%RB: #6m ABout -78°C to about 100° C. The process is :
N- (4- br QriRpRIbg tribd Sut (0der G garidh 3t 111 sbdod@ to04BErioby lapd 183t | pjetefablodvBraLiichd pdtiod - al | y
| - 4.N6< ditrbg drefinutel toH- i FOdesctidn: is GEWBD W0XBRe(hace under normal pressure. The most preferred
N- (4- br canppladreyis }103€.(Beldshrhayr a-ifiproved bl datyogeuthyd pdvdorydt fembeatres deh K8oX -l - benz
yl - 4. 5- efiohg dhen usirg pyytaiaghgents.1- car boxani de 38 EP 0 153 127 B1
To carry out the process, the materials are preferably employed in stoichiometric amounts. An excess
45 of one or the other component produces no significant advantages. After completion of the reaction, acetic
acid is added to neutralize the reaction.
A second process for preparing compounds of the present invention where Y is a group having the
formula

50 X

{Group B) comprises treating a beta-dicarbonyl compound of the Formula 1l
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4- br'Bm)phenyI) 3-(3-Jghl orod4-trifl uoromet hyl phenyl) - 4- th¥boet hoxy- 4- met h

{N- car boet hoxy- 4, 5- duhydryfﬁ H pyrazol e-1 -carboxam de
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¥~br omophen I) 3-(3-chl oro-4-trifluoronethyl phenyl) - 4-carboet hoxy-4-neth
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N- et hy| sk @iisbthy} 376-methfraHiGordmdthydyiénad-0bmrplopasicalepoxani de 35
4br Osn‘DphE-Wdh)lthBet(\ﬁSWéW@h&y!) -Bofd-piepamaiet hyl phenyl ) - 4- car boet hoxy- 4- net hy
It ri P uogaaoabydthyibehey! Biskyidioa-dilublopytiayabben-B-oxsmédanasr de
4- br ono pHrediydrdmahy(bdnzynd-@rcblodptienylf3-axopopanbdy:l phenyl ) - 4- car boet hoxy- 4-net h
hi omet hy8-@34ndihyti4-hisigbramethiphénply 3-aeadraparamidear boxamn de
4- br oo pNa&irdjethyl B(fiBore-Hritrifinagordetityiphéryr81o@reenasdmideeny| ) - 4- car boet hoxy- 4- phen
4, 5- gi hyNiNglimethyl $Frchiptctitiug@methyigheodirdsosxcerapagemide;
5—br omophera PPN (schigt-Brfumetty phanl-boeteropsmmishly | ) - 4- et hyl - 4- acet yl -
| hy dr o- 1N-|qt_h @2’6\1 é jalchlor%tgglmsgmhaléhenyl)~3-oxo-propanamade

4- br ono N‘ 9 3(91? ?)*H'"WW"F'\%’G’FW% :hyP FPBRYINFe4- net hyl - 4- car bonet h

-4, 5- d|h d?P 13‘%L°' ?ﬂu V'P¢§'{1L § .
4- bremop é’ Ya) 3§3 ot RNy, Pé?%?’??i}?"ﬁ??enﬁ'f"j 43R giugRmeiY 4. 5
hydr o- 1 -3-ox9
4- br om)pﬁé ‘_? ty_t y,ﬁ el‘%q’{qggg,tbg%w&enyl) 4- phenyl 4- car boret h
5- di hyj we poieee 97- L oop
ethyl 3- (3-fluoro—4-tnﬂuoromethylphenyl)-s-oxo dsthlopropanoate
ethyl 3-(3-fluoro-4-trifluoromethylphenyl)-3-oxo-propanoate;
ethy) 3-(4-chlorophenyl)-3-oxo-propanoate;
methyl 3-(3-chigro-4-trifluoromethylphenyl)-3-oxo-dithiopropanoate;
methyl 3-(3-chloro-4-trifiuoromethylphenyl)-3-oxo-propanoate;
methyl 3-(4-chlorophenyl)-3-oxo-propanoate;
pheny! 3-(2-chloro-4-trifluoromethyiphenyl)-3-oxo-dithiopropanoate;
phenyl 3-(2-chloro-4-trifluoromethyiphenyi)-3-oxo-propancate;

-4,

55

phenyl 3-(4-chiorophenyl)-3-oxo-propanoate;
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N (4- brorrbphenyl ) - 3-(4-chl orophe%)?)‘#s- éS met hyl t hi opropyl ) - 4-acetyl -4, 5-di§
hydro-1 H pyrazole- 1- 50 car
N- (4~ brom)phenyl) 3- (4-chl orophenyl) - 4- (3-net hyl t hi opropyl ) - 4- car bonet hoxy+4

4, 5- drt hy disRipd 3ts-BMMB4MifordmethyTREr 5 R0- gﬁlopropanoate

N ( 4- br oMaRBAMYb. o WA B ARG sbxdoah 0%y~ 4- (2-chl oroal 1) -4, 5-d
hydr o- 1 HpRi{13Z@LfordphenyhALdie

N- ( 4- broma\hﬁwh):m&o-@»ﬂrmmkibmméhyb 3oft-Gepaktae] #oxy- 4- (2- met hyl t hi oet hyl ) - 4,
5- di hgdr o+-bdty!l3-(pymagsmben)-3loxo-pragdacaear ni de ‘
N- ( 4- br onpprateraply) a Sibgténtiallylequit@ireniiirg ofthydradifacad Pavaidelyde3e wy@nopr opyl ) - 4. 5- d|
hydr o- 1 H- Pher mautibremiy be earilizdxcatin de Bésence okEBbsenck®B a 5@venB Buitable solvents are those -.
N- ( 4- br chad pfieseh porpe Soiybilitycta | ther eppipenants ot the cerritivo atitiws \Suitabledsolybrito thatpdne neefu) ing,| 5- d;-
i hydr o- Icatingy pug A inventioncinglysiexutriatgenot limited to, water, dlalkyl ethers, tetrahydrofuran, aliphatic i
N- (4- 19 Crydvpencheps. aromatiolbydrpcasbanp Haiiphplic) alephals tetisen - dialfyharoldes) dieievbpriferidesy phen
yl)-4,5- %’WWF@‘BE [Folyaikyt ehpghariciamides, apg sughrptiier sgivents that are known by those skilled in the
N- ( 4- br cﬂ‘h)Bf?@‘f?‘P )39'33" sqarg (iRbelicofleong)s: )tet@h@éﬂﬂﬂ%ta%ﬁmm mingsy iThe MIPLRIBIETRSXy phe
nyl ) - 4, 5‘°H‘?’1‘| th b {aﬂ?zol e- 1 -carboxamd

e agaa . E';’l il e'&;%éﬂ W .ncﬁlgﬁidrﬁ’ﬁéfﬁﬁé?;li?@giﬁﬁm | phen
% b ] @‘@u A
gll"gjob reoai-r[f)o 2% Qn tgmé ;}:tﬁ' ?1; g%%&ﬂ%thgﬁs&@(amﬁfa@xm géne?aJl tﬁélrea%tuo% éjéamég L& 1H'Fj
(ot qien ity o R s BV & TP eio- 1

H- pMZO| eTrbatidt 0 AT uGdropyrazole of Formula Wl with an aryl isocyanate gives the N-aryl-3- aryl-4-

N (4- br aneBaBstiltdd-a5-dikkardd)reioRrRRamMianiads GaidARhRAXY - 4- car bomet hoxy- 4, 5- di hyd
r o- 1H pyr am@b@yink out b PRY%ESE] 6l froduce a 3-aryl-4-monsubstituted-4,5-dihydropyrazole-1- carboxamnde of

N- ( 4- &r ane plBgd, dnyZarfl bocahaty @ plegayilnd - 4- car boet hoxy- 4- et hyl - 4, 5- di hydr o- 1H-p
yrazol e-1 -carboxam de 15

N- (4- bromophenyl ) - 3- (4g<hteLgphenyl ) - 4- car boet hoxy- 4¢yet hal | yl - 4, 5-di hydr o-:_
1 Hwyyrazole-1 - car boxam' de 15 '

et ho hox

dr f)4lb|r—l?vp ggr?ny ) fm rmu a 'EIL %nYJst éxamalresb S ary! |s§é('anates w‘uch A é[ QnYAIc;yéd ?1_ di hy|
N-(4-bro ﬁ_l%%: F :i 'hgtg taremﬁ“"ﬂ'tegéor boet hoxy- 4- et hyl - 4, 5-di hydro-1

H pyr azol ] [

N- (4- brong 3 etgﬂghgnﬁgﬁe"ﬁ,;'ﬁg QR?T) 4- car boet hoxy- 4- met hyl - N- ( 2- net hoxyet h
yl sul fenyl@brﬁno&gémﬁgw iséthlocyanath; H pyrazol e- 1 -car boxami de

20 3-bromo-4-trifiuoromethyiphenyl isocyanate;

N- (4- br omaphaivdifgorsmetbxyphérisieiaay:| ) - 4- car boet hoxy- 4- met hyl - N- (2-ni tr opheny
| sul f eny| B-bfonfoditlidiytalrietiodphinyl issepdnste;l - car boxami de |
N- ( 4- br onaplhedophgnyi3socyenatl or ophenyl ) - 4- car boet hoxy- 4- met hyl - N-acet yl - 4, 5-di
hydr o-,1 H3pyweeti@kgphdnyt isegadaexani de 25 :
I\L(Mr onBEhbrigdpjop@eyptbngiiidocyangheny | ) - 4- car boet hoxy- 4- et hyl - N- car boet hoxy- 4
, 5- di hydr @=carbpingthaxyphehybisdcyanateD5 car boxamni de
N-(4 br om?p;h'ewwaormdgmorermtwwpmhwcyanatecar boet hoxy- 4- met hyl - N- car bormet hoxy-
4, 5- di hy didhlgrotd-tegrpogi 'eqr@h'ornet@awbwaﬁecwatm
- (4- bisonoﬁf?é'ﬁ'&? tremapheny|pasyas | ) - 4- car boet hoxy- 4- met hyl - N- car bonet hoxyca
rbonyl 4, Spigyifathoethoxyphenyhisocya %r azol e-1 -car boxani de
30 3-chloro+4-carboisopropoxypheny! lSO anate;
N- (4- br omggﬁ'@'ﬁ“l' 'bg"‘éfﬂ“(‘f?neﬁ‘?g “W@WI) 4- car boet hoxy- 4- met hyl - N- car borret hoxys

ul f enyl ol /SO - 1- car boxani de
N-(4-%r orra%% Eég uggﬁ - 4- car boet hoxy- 4- met hyl - N- di et hyl car ba{
moy| - HIbRL -fu henyl isocyanate; -

3-chloro-4-iodophenyl isocyanate;
3-chloro-4-methylphenyl isocyanate;
3-chloro-4-methyisulfinylphenyl isocyanate;
3-chloro-4-methylsulfonylphenyl isocyanate;
3-chloro-4-methylthiophenyl isocyanate:;
3-chloro-4-nitrophenyi isocyanate;

Fc')n
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N- (4- pr onophenyl ) - 3- (4-chl orophenyl )-4-car & %1hoxy-4- nmet hyl - N-f or nyl -4, 5-di
hydro-1 H pyrazol e-1- 35 carboxam de _

N- ( 4351 onpphedytigro-Btrifidbramttidky@Rdignytc)andie;car boet hoxy- 4- met hyl - N- net hoxynet hyl
-4, 5- fi hydr 0- S-ctibro-pyiflauzaethy bhaqirikeyanste.de

N- ( 4- pr onophedytlidrepBer{ytlisichdraepphenyl ) - 4- car boet hoxy 4- met hyl - N- net hyl - 4, 5-di
hydr o} 1 H- pyr &eyahes-darbopmthbxypienyidecyanate;

40 5 3-cyano-4-carbomethoxyphenyl isothiocyanate;

N- (4- br onophed#rgiahapBenylisasivnate tEhen yl ) - 4- car boet hoxy- 4- net hyl - N- et hyl sul f eny
| - 4, 5- di hydr o¥-difiyqromptheiyvci-methyjthieghemybiReayingts:

N- ( 4- br omophe#rgft fW(“ﬂ“é?ﬁ“b‘r‘i?ﬁﬁéﬁ‘;‘ﬁl) 4- car boet hoxy-4-nethyl -N-tri fl uor oacet
yl -4, 5-di hydr?j"“_’l[‘e ipopbsyiisocyanalgiar hoxami de 45

pyr az!l e-1 -carboxam de 35 EP0153

N- (4- br on’ﬁphe‘ﬁ 'BPP B LEWATERY | - 4- car boet hoxy- 4- met hyl t hi onet hyl - 4, 5-d
i hydro- 1H pyr 4’°f °°th91‘ phe B’% a% |
N ( 4- brom)phe g;fj:zl ‘so%ﬁ% 9TY§7%#: car boet hoxy- 4- phenyl - 4, 5- di hydr o- 1H-

pyrazol e-1 -

N- (4-jbro phe.g ezlso hf\'gisom'oﬁ!éaﬁ??) 4- car borret hoxy- 4- net hyl - 4. 5-di hydro-1
H pyr azol 8- 14

N (4- brom)phe:mg _4

H-pyrfazol e- 1- £58ReH

N- (4-jbr ormphe@Mg.)W,.iqr{ﬂﬁmg,h‘l,tﬁgx%g@mu,j,c),anél;erret hyl - 4- car bonet hoxy- 4. 5-di hydro-1
H-pyriazolg- 1 3-sathyshéayristsyanand)

N- ( 4-'br onopheniybthyistiadpha @csameny| ) - 4- phenyl - 4- acet yl - 4. 5-di hydro-1

Hp zol e- 1- sastbgsulignyipBenyi isocyanate;

N- ( 44 br onmophehmbthyiBio{d4nettiylsaifinyfphenglibocyaatmheny| - 4- car borret hoxy- 4, 5- di hydro-1
H pyjazol e- 1-&aethpkiaphecy isocyanate;

N- ( 44 br oree phehppthytdo-¢-tirofmpdithiompiatenybhenyl isgevatataret hoxy- 4- net hyl - 4. 5-di hydro- 1
H pytazol e- | - TairpRrampdifuorothiomethoxyphenyl isocyanate;

N- (44br onopheh§ry 4‘8’°‘PP@N9‘I°‘“@‘"€'§?’1¥EH?E¥' isetRigcyanaifat hyl - 4. 5- di hydr o- 1H pyr azol e-
1-ca _DOX am de3 ggophen |socyanate

N- (44car boet h?)SE‘ ?‘@'%'Fﬂ“é’)'l"??"ﬂ 0¥ 0r onet hyl phenyl ) - 4- car boet hoxy-

4- mretihyl -4, 5- ?"" | h ¥¥Pe- 1 - carboxani de
N- (4-car boet hp ommsa 'w’ Xelsth °|I 6°|8Yf"8?}§/|) 4- car boet hoxy- 4- et hyl - 4, 5- di hyd

~ri SOCy

r o- 1H+ pyr azol - e oy 127 Bl
\- (4-car boet h@%l}ffia i %4. iobothiboto mpu'lﬁé'?b% S0, casbonet hoxy- 4,5- i hydr o- 1

I
xyphe f}ésr?ﬁa;'ate met hyl - 4- acetyl - 4, 5-di hydro-1

=

H pyrjazol :

N- (4-{car bgl sogag:%mp, @ﬁg{i ::ny;'soc{:amtoro 4-trifluoronet hyl phenyl)-4-(3-nethy
| t hi Qpr opy! ) - AeaRbdMebroftethoxysHoR) fb&Qarkie+ PYT azol e- 1 - car boxami de

N- (4-car boi soppeRediBaRdbthoxdpHesy Ebéyakat; 4-tri fl uor onet hyl phenyl) - 4- car boet h
oXy- 4- met hy!l - 4olomebnByillisstydrdte; S pyrazol e-1 -carboxam de

N- (4- car boi sopbropaphymhRstyibgyardtel 3- chl oro-4-tri fl uor omet hyl phenyl) - 4- phenyl - 4
- met\ljr\jl - 4, 5- dé-teytebewexipidnyl ppevaaatd;e- 1 - car boxam de ‘

N- ( 4-]car boi sopcapisrypivayppedyt iSocyahaehl| or ophenyl”) £ 4- (3- et hyl t hi opropyl ) - 4- et
hyl - 4, 5- di hy d¢-cardomiethpryplaenpllisscyatatesar boxam de 10

N-(4- car boi s ofpehiqserkenyhisasydnpte3d- ( 4- chl .or ophenyl ) - 4- car boet hoxy- 4- net hyl -4, 5-d
i hydrio- 1 ¢ py#-etyeseebeny! isothieoygnateani de

N- ( 4-4{car boi sofiF¥apRPReYHES "?@3 (4- chl or ophenyl ) - 4- phenyl - 4- et hyl - 4, 5- di hydr
o- 1H{pyr azol e ‘i'"“°’°€§ POREIY | JRocyanate;

N- (4-icar borret § h y'gocth@ﬁ YB#'G- 4-t ri f1 uor onet hyl phenyl ) - 4- (3- et hyl th

i opropyl)-4- &‘T"ﬁg/dro 1 H pyrazol e-1 -carboxam de
N- (4-icar Bénet i

}‘1" ath chl oro-4-trifluoromethyl phenyl) - 4- caf boet hoxy
- 4-met hyl - 4, 5;0¢ gﬁ

y f.azol e-1 -carboxam de
N (4-car borretp% Qpigyagggg oro-4-trifluoronet hyl phenyl)-4-phenyl - 4-ne
t hyl 14, 5- di hygrngfh

suHinylphenyl isocyanate;

55 4-methylthiophenyl isocyanate,
4-nitropheny! isocyanate;
4-pentafluorosulfuranyiphenyl isocyanate;
4-trifuoromethoxypheny! isocyanate;
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pyrazol e-1 -carboxam de 20

N- (4- car bonmet hoxyphenyl ) - 3- (4- chl oroB%enyF) 4- (3-nmet hyl t hi opropyl ) - 4- et hy
-4, 5-dihydro-1 Hpyrazole-1 - carboxam de

N- ( 4- car be+trititdrorgtisisgahpiy) is@hiqoganate] or ophenyl ) - 4- car boet hoxy- 4- et hyl - 4, 5-di |

dr 0- 1H- py Ariflodremethylpherat ismyamated e

N- ( 4- car bétrisiudronrstivinbenyl FotiBocyahateidr phenpilienydnite.4- car bonet hoxy- 4, 5- di hydro- 1

H- pyr azol eTh reactiorbmavalysl Gaeried But in the presence or absence of a solvent. Suitable solvents are those

N- ( 4- & arthsd #Eert Sp [elpiity to3the Lomprinenty phiba yreaction- pifiarey hndldarpaetirgdct #itth thdi dny dr o-:

H pyr az djogyanate atan|ApRraGighieaate. Suntable solvents that are useful in carrying out the invention include, but

N- (4- chi3gr gotalinited rip, dipllyinotag| pMeringted hygdrecadens) datahyeion{uran.. alihalie Hyereearkens -

t hyl - @rcma a¥q50cirbpqa_s pa&i Slcghols, tepliany ARINeS, dialkyl amides, dialkyl sulfoxides, dialkyl sul-

N ( 4- chI ¥ “%SP ° fﬁ%ﬁyf‘f‘“&' gAvens that ﬁf@%}gw‘ Deth k'lteds'"d'i‘%yar o-1

| ated hydrocarbon i

tetrahydrofuran, and ary ammes e most preferfed

H pyr'dz (ﬁ'eée'

ﬁ ésr ;2'8%:_ ﬁér?] yerr:!ed u{tg f!;tFoab%)Qqﬂégvgj t'i[:out?% W@a&aﬁﬁ ?atﬁo%r ?gg’ -gmb[ﬂ’dr o
N ( y ChI m I take Bﬁce unld?r r}t)rmal essuret H’{\)ex ?osﬁ prefe{rrﬁd Eergtu C? lﬁy drd
1 H P¥ raz u‘?therlﬁ' txﬁﬁ? fi bstituted-4-monosubstituted-4 5-d|hydropyrazole- rbox with a

N- (4- Chlyge0ph D R e et

H pyraz Qﬂh?drgﬁﬁé& @)éﬁfm ides of this invention.

N- (4- chl or fRNAENdd) -tet- idetiB ik heattoh RENS! BUBR ¥dclined BV SHIRArY QxXehmpinedBlela¥! in 4. 5-

I hydr o- Exurfl)ié &7 Meodlc- car boxam de 35

N- ( 4- 26h| Or A¥fah Breripg Bonipburitfe ehpradedi Ly FoRE 1)by bither bDBETBEANE Kipcdbsd¥Pihb Yiits 4f o di hy
r o- 1H pyrvettioh eard be @égaledX@Nargeconvenient art-recognized method, such as by reacting a metal

N- ( ‘hihpdroyidecayriedat iBdiide-cr B frhivkosr @mBbhiyrh sl sugh ks 4 halias, bpdredde @x yikofidawtiimb - 4, 5-

di hydr o-red a¢ild. oy repetivg & duaterngra Ripor@Eum ealt, such as chloride, a bromide, nitrate or the like with a
N- ( 4- chimstah st plythy igertipre inyd sultabje sbieet: Whey -uptainbydigides] ai- whiedh a8l reageits, useful

—

1

YRR A Khryf3 H@f- iSu st “té?ih%ydr 0-}

1

d
d

H- py r2az gbleents-inqiudp wvrigiratime.fipxane, tetrahydrofuran, methanol, ethanol, isopropanol and the like. When
N- (4- chimsiab Bydsiden e 3ispshash(proantsc uselyb sabenis igelude menhgrpxyiic spivents s]dioxane,
H- pyraz @]y@_e 1@@yggwaqndt9@yl sther, hydrocarbons such as toluene, xylene, hexane, pentane, heptane, and

N- ( 4\chloBR H@@V%:f@a PPe e ite- n’%ﬁ‘?g?"&‘&?sb%% APRYIRS- agepiSH setul saivepfs |RAYES) - 1

H pyr az 6|c%h r ethanol, hydrocarbons, such as toluene, xylene, hexane and thé hke
3 t%vr |y e, | on £ Y‘len re s?ﬁe gepts us ‘ba}a&'
N- ( 4- 8h| c olé3 as %r:t%eano or et ano gyme % raifydro uran, F tzrtwé lkea en the

H- pyraz

waegasa VB t ptd tae e&&m?% bty OB O S g 4. 5-

hydr 0' ;ed B kePdafhdiming readiBf RB%AEA B8 at about 0°C to about 100° C, preferably at about room
N- (4- di i@tdamtagni noxyphenyl ) - 3- (4-chl orophenyl ) - 4-car bonet hoxy- 4- net hyl - 4, 5

di hydr 0- 1 e itidogaakiar §alts GAhD Qicadht Gdention can be prepared by any convenient art-recognized
N- (4- di mtnoy | satd &o b voatonyh Bytydchiorid: byiirdbdntd, Gsururib.! hifrit,UsHoBsRBAd) \ak4dib.e pigpignict- car.
oet hoxy bénzoie toh yiherdsultableSddid witlliahgoshbaund obHthp Wredend inendion IaRihd) @)basikd flActionality in a
N- ( 4=di wetablg|ssivnt. drsefnl Supitenyidde-vitel. Aicohdio phra.cosyr.) ketbnasandianides sy the met hy | -

, 5-di hyd’ hg)pa_mc}ellapthg;_e(ﬁf soldent wifl aiebrost anvitieberelative solubilities of the starting materials and the
N- (4- | wespitnshealts:| 3nd Jlufrigs catheo thap Irelniony ol ceriain [yeagenth ey -be-used fey pbtaln Bedialtsydr o-
1 H pyr &ecardly.equivalerth melanereRunts of starting materials are used and the salt-forming reaction is carried

N (4-%1 G@r%b%ﬂ?ﬂ“) 160 C4o ghouinSp e Aplejably atahow 6east BORSAtIe et hy| - 4. 5- di hydr o- 1
H pyr azol et The follawing, examplegowilt fyrther ﬂlustrate thns invention. In Table |, typical 1-substituted-4-substitutéd-

N ( a. dl o |um %l" 3<y ﬁn}é‘&é{ ezedri‘or akomde aggti?zeg;se E}\Zj ﬁ& SSiul :; ;‘dl?ﬁrz boet
oxy 4 &é sé‘!u tl &yt J_% at rYafs sul ieS-rather than soluti

D. — e s = e

-D- o

B ( L 2‘2%“ r"r'@%ﬂ (P REeRY , Earoneti oo oo b M sty o
) 'ZJB ) g? R ﬁ%{,%iﬁa? LR rﬁﬁidcb Egi? o 99

v sr;g% g&%y se oﬁ. ous mesafrizi i };m .n%eﬁffb“q BoHas PR B e Tl o- 1
N-(4- rret heny oro enyl ) -4- car bonet hoxy- 4- net hyl - 4, 5- di hydr o}

1 H-gyrazol e 1 - 41 EP O 153 127 B1 carboxam de
N- (4- net hyl phenyl ) - 3- (4- chl or ophenyl ) - 4- car bonet hoxy- 4
-nmet hyl -4, 5-di hydro-1 H pyrazol e-1 -carboxam de

N- (4- met hyl sul f onyl phenyl )-3-(3-chloro-4-trifl uoronethyl phenyl)-4-carboet ho

xy-4-met hyl -4, 5-di hydro-1 H

T




zoI e-1 -carboxami de 5

- met hyl sul f onyl phenyl ) - 3-(
Qﬁé H pyrazol e- 1-

t hyl sul f onyl phenyl ) 43
ro-1H pyrazole-1 - car
- met hyl sul f oxyl phenyl ) =43
ro-1 H pyrazole-1 - Q

5

N- (4- met hyl t hi ophenyl ) - 3- ( 3- &
-met hyl -4, 5-di hydro- 1H pyrazé
N- (4- net hyl t hi ophenyl ) - 3-(4- cH
0-1 H pyrazol e-1- carboxam de
N- (4- methyl t hi ophenyl ) - 3-(4- ck
ro-1 H pyrazole-1 -

N- (4- ni t r ophenyl ) - 3- (3- chl or o-
yl -@4, 5-di hydr o- 1H pyrazole-1 -
N ( Cni t rophenyl ) - 3- (4-chl oroH
H plyrazol e- 1 -carboxam de 20
N- (J4- ni t rophenyl ) - 3- (4- chl or of

‘H pyr azol e- 1- car boxam de
N-(J4-trifluoronet hoxyphenyl) - d
hoXy- 4- gt hyl - 4, 5-di hydro-1 Isl:
N-(J4-trifl uoromatﬂpoxy henyl ) -

di fydro-1 H pyrazole-4 - carbq
N- (f4-tri met hyl arrrmnFurrphenyI ) -
5-4i hydro- 1H pyrazol e-1 -

N- §4-trksf | yor ometdwbphenyl ) - 3-
-4%5-di hydijo-1 H yazolel-
N-§4-trifkjoronet ho henyl)

- dithydr o- H-pyra -1 - 30
30

I\I-(4-trP‘TI uor onetyl p nyI )- 3
| t i opropyl ) - 4,2 | 34, 5- diH
N-(4-trifluoronethyl phenyl) - 3-f(
| t i opr opyl ) -4-cgkbo hoxy- 4,
N-(4-trifluoronethyl phenyl) - 3-
oxyt 4- (F chloroal Iyl )-4.5- diH
N-(4-trifluoronethyl phenyl) - 3-
oxy} 4- (2- met hyl t hi oet hyl ) -4, 5-
N-(B-trifluoronethyl phenyl) - 3-
OXV} 4- (3s cyanopropyl )-4,5- 4Ga
N- (¥\tri f 1 uor onet hyl phenyl ) - 3-
oxyt 4- (4-chl orophenyl ) -4, 5- di
N-(B-trifluoronethyl phenyl) - 3-
OXY} 4- (4- difl uoronet hoxypheny
N- (4-trid | uroronet hyl phenyl) - 3-
hoxly-4- (4- trifluoronet hoxyphe
N-(4-trifluoronethyl phenyl) - 3-
OXyt 4-(4-trifluoronethyl pheny

N-(A-trifluoronethyl phenyl) - 3-
oxyi 4-aédtyl -4,5-di hydro-1 H
N-(@4-trifluoronethyl phenyl)-3-
oxy; 4-al | yl - 4, 5-di hydr 0- 1H-

4- chFPPosﬁéﬁg/H 4- car boet hoxy 4- met hyl -4, 5-di
5 car boxam de

4- chl or ophenyl ) - 4- car bonet hoxy- 4- nethyl 4,5-d
mde @ 8
4-cfg or'bpl';Eny‘,i‘) 4- cBr bgnerchosy - 45 me%hy’ﬁ 4,5-d

carox@n® 3 3 5 3 8 5 8 & 3

ciil oro-4arid | wwr opetayl pheryl )0 4-¢ardoedhoxy- 4
| e-1 -carboxam de

| or ophenyl ) - 4- car boet hoxy- 4- net hyl - 4, 5- di hydr
15
| or ophenyl ) - 4- car bonet hoxy- 4- met hyl - 4, 5- di hyd

15 car boxam de
4-trifluoromethyl phenyl)-4-carboet hoxy-4-neth
car boxam de

henf ) #4- Gr BoetfoxF- 4Fnmetthy® 4,%- dFhy8ro- 1

henyl ) - 4- car borret hoxy- 4, 5- di hydro-1
20 '3}
(3-chloro-4-trifluoronethyl phenyl) - 4- gér boet
pyrazol e-1 -carboxam de
3- (4-chl orophenyl:):m4 car boet hoxy- 5?; met hﬁl‘ 4, 5-

xam de 25
3- (4mchlor @phenyssy - bgj‘r‘et,!\'b 4:% ‘Hyl
25 égr Boxr dB i ﬁg 32 &° ° g $

(4- chlorophenyl) 4 dlnethylcarbannyl
carboxanlde

4 nmet hyl

(4 chl orophenyl ) - 4- car bonet hoxy- 4- rret hyl -4, 5
boxam de 5
N (3]
(3- Ioro -trlfluorongtthp@nyl §(3-rrethy
ydr I e- 1sa Ian ""
gZI O[0- f I uoﬁq h yha (?mmet hy
? hg}ry@ pé'l’ ?ol bd’fm de®85
(3 hl 0t 0-4-triffuo th Ipheny‘l’) - c¥rboet h

ydro-1 H pyrazol e-1 -carboxam de
(3-chloro-4-trifluoronethyl phenyl) -4-carboeth
di hydro-1 H pyrazol e-1 -carboxam de
(3-chloro-4-trifluoronethyl phenyl)-4-carboeth
di hydrq; 1 t+ pyragzol ¢ 1 s cgyboxanlde,,

(3- ghléyo Y- tl’lf|¥"u-b%‘ n%rhﬁp%nyf)ni ca,rboeth
ro Peedhyiy dd Ha’p atgl &l-%a

y‘F«) ﬁacé’-bboeth

3- ¢l (ﬁaO% 'f'” f R
I() ¥ 5% ﬁ&d?‘d‘b l‘l’f fyr é’zo%‘pff carb¥xaf de 45

(3-chloro-4-trifluoronethyl phenyl)-4-carboet
nyl) -4, 5-di hydro- 1H pyrazol e- 1- car boxam de
(3-Ghl &t o-B-tTi fT"uof"'orrﬁt hyi' ph‘ény‘l") ¥-cqdrboeth

54 iy drg; 164+ J‘Gca&fo’&:‘anﬂd
(3- | g 0- t::éfh\go nﬁ{ohﬁ‘ptmy:h # cagboet h
09 F‘ﬂ’ra’io"? 16 oY bea ey ¢
(3 chl oro-4-trifluoromnethyl phenyl ) - 4- car boet h

N

~N [24] - . O ~ -~

55

[~} (=] i [ ]
. ~d ~4 [an]
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pyrazol e-1 -car

N-(4-trifluoronethyl phenyl)-3-(3- ch oro-4-trifluoronethyl phenyl)-4-carboet

oxy- 4-{benzyl - 4

N-(4-triflu
ho§<y 4r I(:ar bg
FM

N-(4-trifl

oxy- 4- et hy

N-(4-tsifluoron
oxy- 4- met hal | y?
N-(4-trifluoron
oxy- 4- met hoxy
N- ( 4- trlfluoroH

oxy- 4-"fet hyl - 4
N-(4-trif|uoror
oxy-4- et hyl - M

- car boxam de
N-(4- tr|fluoroﬁ
oxy- 4- nethyl

- car boxam de
N—(4-trif|uoror
oxy-4-met hyl - N-
N-(4- t@ifluoror
oxy-4- et hyl -
N(Mmfluore’n
oxy- 4- met hyl -
N-(4-trifjuor on

oXy- 4-zgetsdfy| - N-
-car boxaﬁqde

N- (4-tri fTjuor on]
oxy- 4\nettyl - N

- car boxargjde
N—(4-t$iEﬂuoror
oxy- 4- met'hyl -
N;(4-trif|uoror
oxy- 4- et hyl -
N-(4-t |quoror
oxy- 4- nethyl
N-(4- trlfluoror
oxy-4-nt hyl
N-(4-trifluoror
oxy- 4- met hyl -
N-(4- Y f 1 uor e
oxy- 4- et hyl -
N-(4-trifluoron
oxy- 4- met hyl t hi
N-(4-tssi fl uoron
oxy- 4- phenyl

50

No.

55

mdt hyl -

- N- et hyl

-4,15-di hydro-1 H pyrazol e-1 -carboxam de

boxam de 153 127 B1 f
5-di hydro-1 H pyrazol e-1-carboxam de 55

ethylphenyl) 3-(13-chloro-4-trifluoroneth Iphenyl)»A car boet
hoxy-4,5- di hydro-1 H pyr@zoBe- & cay boxarhde °

et hyl pien I)§3-§'G-9_plg_|;o-g-t |fEuor~om§E hyéph nyl) - gcarboeth
-di hy@@ o 5 E_pg agpl glgar%oxnm de @ Eé 0158 127 BL
et hyl phen I) 3-(3-chl oro- trlfluoronethylphenyl) 4 carboeth
-4,5-® hyRr o®1H® pF aRl L1 CcaPbofaniQUe ©

@thylphenyl) 3-(3-chloro-4-trifluoronethyl phenyl)-4- carboeth
4. 5- dlhydro 1 H pyrazol e-1 -carboxam de 5

et hyl phenyl ) - 3- (3-chl or o- 4- trlfluoronethylphenyl) 4- carboeth
45-di hydro-1H pyrazol e-1 -carboxam de

et hyl phenyl ) - 3- (3-chl or o- 4- trlfluoronethylp
(2- met hoxyet hyl sul fenyl)-4,5-di hydro-1 Hp

yl)-4- carboetH
azole-1

et hyl pﬁen’fll )FS- fS- &hi 87 0-B- tFi f Fuofondt hyﬁ phenyF) - & carboet h
NH(2- 10 ni trophenyl sul fenyl ) -4, 5-di hydro-1 H pyrazole-1

et hyl phenyl ) - 3- (3-chl or o- 4- trlfluoronethylphenyl) 4- car boet hj
acetyl-4,5- dihydro-1 H-pyr oIe 1 -carboxam de

%thylphenyl)-3-(3-ch|oro- quoronEthyIphenyI) 4- car boet hj
NHcar boet hoxy- 4, 5-di hydr o- ,pyrazggﬁg%’ car boxam de 15
@thylphenyl) 3-(3-chl oro-8-t8i f Buo hy henyl ) - 4- car boet hj

N{car bordt hexy-«m4, &- dishyés gL #“—'pﬁ?' ?’ r boxami de

et hyl piferfl ) B3- B3- & qﬁ t uo q?hy&pﬂgnyfb- car boet h
car bonet hoxycar bonyl - 4, 5-di hydro-1 H pyrazol e-1

ret hyl phenyl ) - 3- (3-chl @ 0-4-trifl uoronet hyl phenyl) -4 car boet h
20 «carbonethaxEsuFtenyl 4, 5-di hydr o- I1 hhp Ha e-1

et hyl gihe "T)43 é§ Ehl 0- 4- trlfluoroneth ny Qgcarboeth
di nme ga | 59, %%glhydro 1 Hpyraz anlde

et hyl ﬁgf) ngy 4ﬁtnhflaoronehh ph arboeth

NHf or nyI8 4, $| h?dr? p'%a‘fwl

et hyl phen |) hl or 0-9- t?.fPuoPorre‘f hy ph nyI) 4 car boet h

met hoxynet hyl - 4, 5- dlhydro 1 H pyrazol e- 1-car boxam de
Ethylphenyl)-3-(3-ch|oro-4-trif|uoronethylphenyl)-4-carboeth
-4,5- di hydro-1H pyrazol e-1 -carboxam de
ethylphenyl) 3-(3-chloro-4-trifluoronethyl phenyl)-4-carboeth
NHnet hyl sul f enyl - 30 4, 5- dlhydro 1Hn razol g-1_- cafboxani de

Ethylﬁﬁed§I)43-E3 oltfcrﬁth|fhuoLpne hyl phgnyll) - 4k car boet h |
Ntri 1 gy e‘t{ylu4 - & hyiy o) ZQJ.eU,lbzar &g de

(et hyl (e qﬁtﬁbeuoPﬁnéﬂth :% Hcarboet h
omet hyy - 4;‘5 t-’dl gygdﬁ'b B HPyrHzoRe- # ca‘r’boﬁianﬁ’de 5%

et hyl phenyl ) -3-(3-chloro-4-trifluoronethyl phenyl)-4-carboeth
- < 9w
3]
<
E\D

T

~CH,C1-4
~CgH,C1-4
~CH C1~

~CH,C1-

~CH,C1-4
~CgH,C1-4
~CH,C1-4
-C6H4Br-4
—CGH 4Br--‘l
-CGH4C1—4

b
3]
mﬂ'
O
?

-C6H 4C?l'-4
~CcH 4Cl-—4
-C6H 4Cl--d

13
1
15
16
17
18
19
20
21
22
23
24
25
26
27
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N (aderi £1 uor omet hyt phenyt ) -3 (3- c'EPh Q54

12;7réi‘l uor onet hyl phenyl ) - 4- net hyl. -

-acefyyl -4, 5-di hydro-1 H pyrazol e-1"-carboxamd

N (44tri fl uoronet hyl phenyl)-3-(3-chl oro- 4- trlfluoronethyl pheny) - 4- net hyl -
car bgnmet hoxy-, 8} di hydro- t H 40 pyrazol e-1 -carboxam de

N-(44trifluor n:ethyl phen | )-3-(3-chl oro-4- tnfluororrethyphenyl'g &ph,gnyl 4-
acet ¥yl -4, 5-di=nydf o- 1 yrazoge- 1- carb@aa de,

N-(44trifluo [ hyl I)§3£ -ghlgro-(g4 tgrlfguogor’rathgl genﬁ) pﬁlenyl

- car bonet hoxy- 4, 5- di h dro yrazol e-1 -carboxam de

N (4<trifluoronefhyl Sher®yl)?3-94- @hl Br ofhe®y1 )R 4-93- ﬁetﬂyl £ni &pr &dy19 - 4- ace
tyl - 4, 5-di hydro- LlH pyrazol e- - carboxam de

N-(4-trifluorone
bonet hox¥- 4, 5-di
N-(4-trifluorone
yl) -4, 5-di hydro-
N-(4-trifluorong
oet hyl ) -4, 5-di hy
N-(4ktri Iuororre
yl)-#4. 5- di hydr o-
N-(4-trifluorone

nyl )}- 4. 5- di hydr o}
N-4-itrifluoronet
t hodyphegyl )-4,5
N-(4-trifluorone
met fexyphenyl ) - &
N-(4-trifluorone
met Byl phen®}) - 4,
N-(g-tridsl grone
i hy§iro-1 yraz
N-(4-trifluerome
hydlo-1 H pyrazo
N-(4-trifl goromne
i hydro- 1% fyrazo
N-(4-trifluoron®
-4, %-di hydr o- 1H
N-(4-trifluorone
hydijo-1 B pyrazole
N-(4-trifluorone

5-difhydro-1 H py
-trifluoronef
}5-di hydro-1
-tridl uoronef
H 1 H pyra?
3-(4-chlorop

SSFTES

(
-4
(
y
)

o<
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hyl phenyl ) - 3- (4- chl or ophenyl ) - 4- ( 3- net hyl t hi opr opyl ) - 4- car
hydr o- 1H pyrazole- 1 -carboxam de

hyl phenyl ) - 3- (4- chl or ophenyl ) - 4- car boet hoxy- 4- ( 2- chl or oal |
lH- pyrazol e-1- 50 car boxam de

hyl phenyl ) - 3- (4- chI orophenyl ) - 4- car boet hoxy- 4- ( 2- met hyl t hi

ir o- DY 204(: xam dg
hyl p enyl) 3-(4- Ch| or Op enyl) 4-CarBoet hoxy-4-(3-cyanopr op
LH- pyrazol e- 1-carboxam de 55 ~

hyl phenyl ) - 3- (4 chl orophenyl ) - 4- car boet hoxy- 4- (
1 H pyrazol e- 1-carboxam de
yl phenyl ) - 3- (4-chl or ophenyl ) - 4; car boet?

chl or ophe

oxy 4 (4@h fimor orre

di hydr H pyrazol e- 1- car bggam de 43 EB]?’]

hyl pheng! ) - 3- (4- chl or ophenyl )1-4 car boeﬁhoxy 4- (detried | uoro
5-di hy o- 1 H-pyrazol e-1 -cdBpoxani del

hyl

Xgan;_rgneghogﬁ %ﬂ(ﬁtrﬁfl uoro

-4,5-d

gﬁ% pyﬁaz Ee rgl

hyl pb,enyl) 3- (4-chl orophenyl) - 4- car boet hoxy- 4- acet yl

bl e- F - car boxani de

hyl nyl ) -3-(4-chlor ophenyl ) -4- §ar boet hoxy %ﬂal 'yl -4, 5-di
%“‘oenzyl 4,5-d

5- di

e-1 . carbqyam de

hyl Shenyl )~,,3 (4- chl &oﬁaﬁrﬁq) 4- @ar

e- 1§$10  canboxafh

hyl ghbnyl )gS-§4- Sl

g,

et ho

e@) 4- E‘Ergoet hog §car bomet hoxy
ny! rg”fl)ﬁs 4-Bh| ri'§/| )& 4- %arﬁoesho%/ j;etﬁlyIE4 5- di
car boxam de 15

hyI phenyl ) - 3-(4-chl orophenyl ) - 4- car boet hoxy- 4- net hal | yI -
azol e-1 - carboxam de
hyl phenyl ) - 3- (4- chl or ophenyl ) - 4- car boet hoxy- 4- net hoxynet hy

-NO.

Exanple

4+ pyrazol e- 1-carboxam de
hyl pherzl ).,.3 4- e.hl Qr ophenyl )w4- 4a boetchaxay 4=-ma§-hy~h- 4,5-d
bl e- de N (4utrif gorgre g @
peny| @waZjOE;hw:-r@%;%;( = mer haXy g IS ULt ey ) - 4.
?Y??_???Y'?????‘f??
< w - - < - - - < - b= 2 <t L
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di hydro-1 H pyrazole-1 -carboxam 153 127 BY ,
N-(4-trifluoronethyl phenyl)-3-(4-ch orodﬁényl) 4- car boet hoxy- 4- et hyl - N- ( 2-
nitrQT/enyIsquenyI) 4,5- di hydro-1H pyrazol e-1 -carboxam de 25 '
N-(4-TTifluoronethyl phenyl)-3-(4-chl orophenyl) - 4- car boet hoxy- 4- net hyl - N- ace
tyl -4, 5-di hydro-1H pyrazol e- rol-carboxam de
N-(4-trif|uoronethy|phenyl)-3-(4-ch|orophenyl)-4-carboethoxy-4-nethy|-N-car
boet hoxy- 4, 5- iﬁ dro-1H pyrazol e- 1- car boxam de

N- ( 4- tslfluor na} hyl henylé 3- (4mchﬂbr&bh§hyl) 4- carboethox§ 4- et hyl - N—car
bonet hoxy- 4 gg ydr ApyFazQl exl- gar fox Ee 3

N-(4- trlfluoﬁ% hylﬁhemylﬁ 38(4Pchj:'.or1ﬂphanygrI cgrbgetaoxg 4gneghyl N-car
bomet hoxycar bo drg-1_H yr zole car bgxam d

N (4- trlfluoroﬁé hyIphe%yI% 38(4 ch or%phény%) % c%rbggtﬁoxy 4- ne?hyl N—car
bonet W8xysul f eny] - 4, 5- di hydr o- 1H pyrazol e- 1- car boxam de 35
N-(4-trifluorone hylphenyl) 3-(4-chl orophenyl) - 4- car boet hoxy- 4-nethyI-N-d|m
et hyl car banoyl - 4 5-di hydro- 1H pyrazol e-1 -carboxam de

N-(4-trifluoronet hyl phenyl)-3-(4-chl orophenyl ) -4-car boet hoxy- 4-nmet hyl - N-f or
nyl - 4, 5 di hydro-fL H pyrazol e- ro-carboxam de

N-(4- t i f1uoro hyl phenyl ) - 3- (4- chl or ophgmyl ) - 4- carboet hoxy- 4; mEthyI N- et
hoxynet hyl - 4, 5- dj hyd¥Fo-¥F HF 48 = p¥FraFol ¥- 1FcaFboX¥ande® & &
N-(4-trifluoro hyl phenyl ) - 3- (4- chl or ophenyl ) - 4- car boet hoxy- 4- net hyl - N- net
hyl - 4, 5-di hydro-{L H pyrazol e- 1ro-carboxam de

N-(4-tgifluoro hyl phenyl ) - 3- (4- chl or ophenyl ) - 4- car boet hoxy- 4- net hyl - N- et
hyl sul f enyl - 4,-5-di hydro- 1H pyrazol e- 1-car boxam de 45

N—(ﬁxkrifluoro hyl phe I) 34(4-chl orophenyl ) - 4-car boet hoxy-4-nmethyl - N-tri

f1 uor oacetyl - di hydr

ﬂyrazole 1- car boxam de

N-(4-trifluoro hylpheﬁyl) 3'(4 chl orophenyl ) - 4- carboethoxy 4- nethylthlone
t hyl - 42s5- di_hydr of 1H pyEaz Efea hoxgmMes, e, o 5 m
N-(4-trifl &ronejt hyl Bhehyl 3?(4 ch oerh nyP) Q—cgrbgetﬁoxy 4% phgnyl 4, 5-
di hydro-1 pyrajzol e-1 -carboxam de so

N (4atri f1 @&ronet hyl phenyl ) - 3- (4-chl orophenyl ) - 4- car bonet hoxy- 4- net hyl - 4, 5-
di hydro-1 pyr agzol e- 1- carboxam de

N-(4-t%% f 1l wgro hyl phenyl ) - 3‘?4 chlorophenyl) 4- nBthyI 4-acetyl -4, 5-di hydr
0- 1H-pyrazé@le-1 { car boxam ge é‘

N-(4-trifl&dro hyl phenyl - 3= 4- chlorophenyg? 4 n§thy| 4- carbénehhoxy 4.5-
di hydro- 1H pyrazjol e-& - cal¥®o

N-(4-tpifluoro hyl 8he I °3$ 4ﬁghﬁgrgph§gy$) g PﬁenﬁL EbaagtﬁP $°5 di hydr

0- 1H- pyrazole-1
N-(4-trifluoro
di hydro- | H pyrjazol e- 1- carboxam d
N-(4-trifluoro hyl phenyl ) - 3- phenyl -
1 -car poxam de EP 0 153 127 Bl
N-(4>¢71ifluoro
H pyr azol e- 1- cdfjboxaki
N-(4-trifluoro
azol e- 1- car boxanj de

- car DOX

hylphenyl) 3- (4- chl or ophenyl ) - 4- phenyl

e
4- car boet hoxy- 4.

hylghegyl; 3,phgnyL 4,cagbogetbox¥-45ne¢hyk 4,5 dqhydro 1

l-l

hy|§he§y|§v3=phqu§v4 i ﬁ'etﬁyl §arﬁaml 4 f.ivd@wydg;,o 1H pyr

N- phenssl - 3- (3-c¢C Ioro?4 ?rl?lugroﬁetﬁylgheﬁyly c')ca:’,bo

hydro-1 H pyrazdl e-1 - carboxam de &

N- phenyl - 3- (4-c Ioroghegyl; 4,cagbo?thgxy,4 qetbyl,4,5—dbhydrongapyrazole-
1 -carboxam de -4:-0.-48 - Hs-—iﬂér&ﬁsa
N- phenyl - 3- ( 4- Ioroﬁhe I¥v4£ca§bo§etﬁox§v45ne§§y§v4£5-ﬁkhﬁdrgfli¢'
Hpyrafole-1 -carboxghige o ¢° ¢° ¢ ¢ 7 ¢° ¢° ¢° ¢ ¢ ¢ ¢ ¢°
]
2
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- 4- car bonet hoxy- 4. 5-

5- dihydro 1H pyrazol e-

-]

8thg&y 4- ﬁ%tﬁyl-4 5- di




bresent invention includes uni ﬁ. es for preparing
I o- py

1- supsti tut ed-4-substituted-4,5-dihy razol es. One of these
procgsses conprises dissolving a 1- substl t ut ed- 4, 5-di hydro- 1H pyrazol e in
an aprotic solvent, mxing a strong base with-the resultant sol ution,
al |l ojM ng deprotonation to take place at the to 4 position of the pyrazole

and the ding an al kylating or acylating agent, wherein the

1- substi tut edq 4}5-di hydro-1H pyriazage di ssolved in the aproticgol vent
must: be & .1- sHb |tuti?ed'21 @nosubipt iTutBd-A, 58 dBhydr oLH- -pyrazdl e Bhen the
desired end podjct i$ %lﬁ ulgt i utRd-g, 43di gubBst & ufgedF, & dishy @ o- 1H-
pyrazol e. Proces es for maki ng

1- subst it ut ed- 4PjonoKubR i t%té%l L 5-Qi Ydr8- 18 pPraPol & afd R sst?t ut ed-
4-unsubsti t ut ed- 4, 5-di hydr o- 1H pyrazol e are known to those skilled in the
art (See€? e.g., P.S. Patent No. is 4,156,007) and are described in Exanpl es
A through J. In ¢arrying out the process, the 1-substituted-4,5-dihydro-1
H pyrazol e whichjis dissolved in the aprotic solvent nay be added to the
base or the basejnmay be added to the 1 -substituted-4,5-dihydro-1

H pyrazole whi ckjhas been diss@{ved in the aprotic solvent. Any 1

-sulsti t'it ed- 4, 5§di hwelr ez 1 ot @Fr aZol:e nRY ke &i S&ol wedx nd he: aps otsk C

sol vent. Exanpl e$ of 1-substituted-4,5-di hydro-1H pyrazol es which may be
em [20 pl oyed infjthe process of this invention include, but are not limted
to: {N, 3, 4-tris-(4-chlorophenyl)-4,5-di hydro- 1H pyrazol e- 1- car boxamni de

N, 3-bi s-43, 4-di chl orophenyl ) - 4e«phenyl - 4, 5- di hydro-1 H psr azol e-1

-catJ boxam de N, 3{bi s-(4-chl or(‘fgﬂenyl ) - 4- et hyl - 4, 5- di h{dr o- 1|E§“oyrazol e-1

- caroxam de N, 31 bi s- (4-chl or gphenyl )-4-pheny| 4, 5-di hydr o- 1|5 pyrazol e-1

- cafboxam de 25| N, 3- bi S- (4-§h| orophenyl) -(2-net hyEat hyI N4, 5-di hydro-1
H pyrazol e-1 -cajboxgm

N, 3?bi s-%4+gjhl or bphe@q )54-3‘“2 @et’ﬁ%@?o@y@%é@ B hﬁ'Hr@ a"i@,"gfra_gm@-l

- cafjboxam N, 31 bi s- (4-chl or ophenyl ) -4-(4-chl orobutyl ) -4, 5-di hydro-1

H pyr-azol e-g} - cafboxam de .

N, 3{kis- (4- hIor&phenyl)-4-cyc|ohexy|-4,5-dihydro-l H pyrazole-1

- cannboxam N, 3{bi s- (4- chl or ophenyl ) - 4- et hyl - 4, 5- dt hydro H pyrazol e-1
- cartboxaiti 30 N, 3- bi s- ( 4- chloropheﬁxl) 4- phenyle4, 5- dhhydro- 1
H-pyrazoIeE' -t hijjocar boxam de

N, ( 3- chl or ophentd
- cariboxam de N-(
F#pyrazqte 1-car
N- (4- car boet hoxy
razole-1 -ca
- car boi sopro
-1 -carboxam
, 4- dipchl or op
rezol e- 1- car
-pyridyl)-3-
boxam de N-(
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isocy':' ate at an appreciable rate. Suitable solvents that are useful in

carryifhg out the invention include, BBOWRd2ABY |inited to, dialkyl ethers,
chl orijnat ed hydrocarbons, tetrahydro furan, aliphatic hydrocarbons,

aro i ¢ hydrocarbons, aliphatic alcohols, tertiary am nes, dialkyl am des,
di al kyil sul f ox @gs, d| al kyI sul - fones, poI yal kyl phosphorr C am des, and

such dther solveslts tgatware known by those skil ed &h t e art.-4 10
Preferred sol dls arg CE:I 0|::| naf ed hyﬁrocar ong, tetr cgah ur‘gn

tertiary am nés.®The OosH pggfegred 0 sol yent |g m& h er;@ q‘@l@rd& The
reaction tenperatjure can be var| ed within a_substantial range. In_general,
the reaction is arri® 8ut Gat From Hout [8”? t8 about® rrc]’ %re‘f’ergbly
at fromabout -78§ C to about 100 C. The reaction is aIIovved to take place
under nornmal pregqsure. The m)stg pr ef erred tenperature is about 45 C. 15
Furt her treatnent] of this

1- substit ut ed-4-nonosubstitute ~4 5-di h;@aopyrazol e-1-carboxamde with a

15 base, followed by an al k§ g gent 1or acylating agent will yield the
&%

N-aryl -3-aryl -42-di substit i igdr@gpyrazol e-1-carboxamni des of this
i nvention. The ngthodg f gr |ng hi s r@acki og have sheaen descki bed =
above and™are exgnplified belowin Exanple 77, Method C. 20 Af ter
preparing conpourfds enbraced by Fornmula |I by either of the above processes,
the salts of the 20 invention can be prepared by any conveni ent
art-recogni zed ngt hod, such as by reacting a netal hydroxide, a netal

hydri de or, an amlne or ammonium salt, such as a halide, hydroxide or

al koxi de Wi th thd free acid, or reactlng a quat ernary anmoni um salt, such
as oride, a RQgjom de, nitrate or the like with a metal salt of the
invention in a s |tabIe sol vent. Wen netal hydroxrdes are used as_

s A sy net hg.ﬁop@ ghﬁd i \3’3? g[) ngﬁygﬁd ﬁ, éh E:Nte? gS

t et r ghydr gf4f an
met alf hydri g§es arje used as reagents useful sol vents |nclude nonhydr oxyl i c
sol vé#nts suBh as [di oxane, glyne, tetrahydrofuran, diethyl ether,

hydriQcar bons} suchi as tol uene, xylene, hexane, pentane, heptane, and octane,
di methyl forgpri dg, and the |ike. Wen amines are used as_jeagents, useful
sol vents s ude jal cohol s, such as nethanol or ethanol, J@ydfbcar bons, such
as tol uene, ¥kyl gge, hexana an,d t,,he i ke, 30 Mtat,ra‘l:;ydr,,ot'ﬁrr yme P
di oxane, or wat er|. @y sal t§_ are ﬁse fEI g, 5
sol vents 30 |nc ud al c oI S, h an I

gl yme, tetrahydr fura grvvq: r%r ke. en t he §mm§n| %

hydr oxi de®r al kdxi de, an additi onal base, such as pot assi um or sodi um
hydr oxi de, hydride, or alkoxide is generally used. The particular<choi ce of
solvent will depgnd on the relative solubilities of the start@/g'ateri al s
and the resul tant} sal¥s, and slurries rather tQan soliions off 35 ®certain
reagents y be uUsed Qbtain the salts. Generglly. pguival e umt s of
t he '\s.t/artiqﬁg r eaglent Séﬁl’ém 3 ®ed andl the Fal g—fermﬁtg Teaftrrg agb éarf" | ed
out at about 0 Cijto aﬁguﬁ @J Q prefreJ abl yogt ug,beg,t 'z;,oamt f)he
acid addition salfts o® tm,g ptpesre_.nt i rRenti oR,cly By MRy e/, aﬁy =
conveni ent art-rcognffzeé]’ m&t héfl suctfas by¥re§ct fhg thyd? octil ofi c¥ ‘.’ ﬁ’
hydr obr omsg, sul fluric, nitric, phosphoric, acetic, propionic, benzoic or
other suitable adid with a conpOund of the present invention having a basic
functionality inja sumtalyl egolwent. vsefulvsoh/er[tsﬂ’ncrud'p Wit e, ¥

al cohol s, ethers,j est etd halgal kangs gndd hel | igke. O ThE. partt,‘cuthr
choi ce of sol verft| wi | E‘Lda(erﬁ' e:ﬁ" t he £®l at i ¥ aﬁl efli 1= |:e‘"s :é’f :E‘Fre:‘stﬁ:?'t hﬁg

mat eri al s s&and t he res:'b'f g Ic,t rqf’sl UI‘?I ey rsfhe'r t rrf od,:uttgons» otg
certain reagents may be used to obtain the salts. Genera |y, equival ent

mol ar. amounts pof jstarting materials are used and the salt-form ng reaction
is carried 4s é at fromabout -100 C to about 100 C. preferably at about
enperat Thewf oH o Ng» exanpbes Wi Hl ery i lhuser ate hi o

i on.® abl e | & typr %r - substi t ut ed- 4—su§sﬂlt i utgdg§ a§ 8 % ~

' hydro 1H— pyrazol es of the present invention are |listed. Structures
onfirmed by NMR and in sone cases by IR and or el enental analysis.
Table |, preparation of representative precursors or internediates
scri bed as Exanples A through J. FoI | owi ng Exanpl es A through J.

iFic illustrative so preparations of borrpounds of Exanples 2. 5, 34, .
8, 74 (see Method C, Exanple 77), 77, 92, 95. 98, 115, 130, 138, 145,
50 and 160 are described. It will be appreci ated by those skilled in
t that except for those conmpounds where Z is hydrogen, the Y and Z
subst| tuents can be rnt erchanged wi t hout departing fromthe spirit or scope

n a
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[ERR] 63  EP 0 153 127 Bl chipgals G5pER € A

wa Preparation of 4-chlorophenyl benzyl ketone To a 2 liter 4 necked fla k
equi pped with a nechanical stirrer thernmoneter, and refl ux condensor was 10

added 155 g (1.0 nole) of phenyl acetyl chlori de and 500 M (4.9 nole) o
chl orobenzene. A total of 145 g 10 (1.08 nole) of anhydrous al um num

chl ori de was added portionwi se over 10 m nutes. The m xture self warned t{o

55 C dmenpie/dl ved HCl gas over the course of the next 30 minutes. The
m xéure was stirred at about 50 C for an additional 30 minutes and then

poured onto about 500 a of ice and 110 m of concentrated aqueous HCl . The

organﬁ‘fﬁ&’éﬁ&ﬁr"f ated and the aqueous |ayer was washed 15

with ethyl The corrbl ned organl C ers were washed with water,
di | ut e g 2 $Y: 'iahé' =T i et

wuth
I:‘ngﬁl tﬁ; %Féégpgggy afg @? ¢ Iq‘%dg'% gmo 0 .—1 ?mgsl‘xfee: :?:e mlxtu%l‘s%eﬁdl ng
tional 3

din a jﬁ gas over ﬁe course e next mmutes The mlxture was stirred at
20 Pré ' saﬂiee !

utes 1nd then poureE onto ahout 500 % nd 11? mi of 1000
r ougd %9 e Skm mu'osé’a g divomstr O oy e FAceq %CEE

e
4- chl QrPRRE QMAcentratgé if-X¥add& e reéiﬁw RRidh Qouﬂ?w;%@\)stané&ogﬁﬁ %&Lﬂ

of  37%elag 78d § & 4(RioRgheri|benzyi KBtoBe, @ip dBighBE.i di ne, acet| c aci d
resulting mxture was refluxed for 2 hours, concentrat ed |n vacuo,

partitioned between [err] ether and water, washed with water, dried over
ant‘eydrsmm?plmgnesi um sul fate and concentrated in - Pr vacuo to yield 99
é*é enyl — 4' - chl orophenyl acryl ophenone, an oil. 30
nple C 35 Preparation of
3 (4 Ereperetiop lobhgtiehyl 4-qhlompidnyldcdyloghehgndr o- 1H- pyr azol e
35 In a 500 mM round bottoned flask equi pped with a reflux condensor was

m »ed 98nq(16$0 '2L g{ym’m fleskl asiiopderit 2 rafiux yw@gﬁe lac@ W09 AshlerpohenddO i
n- pr oBeFY e‘°@@h(94 4 G?Qiﬂeﬁ‘é"qwﬂdﬁyfcﬁ@t n @Ehmrial 5 9 PheiPeiring. gpds was
refl U)‘@é’ﬂa‘feﬂ‘f’ acid. Hbﬁﬁesuﬂ&‘am'@ﬂe 9Py g{ \ f°"a%EPu‘.'FOf?“?ﬁ“t’?5?d ifMACcHR REFtitiogertieiveeT he
resu ]“Wge"%e() PR ey washedyuih wasey) Bripd; erARhydiqus magnesiui uiiaffe P SOURCETARY ol i d
filter&y° Bt d WV&%CW’?WG%F%&V'@PWPG &fer yielding 55 40 g of a
whi®e solid. np 156-[err]. Exanple D 45 |

45 Prepar g on of :
N, 3- br—s%z—jvehl or ophenyl ) - 4- phenyl - 4, 5- di hydr o- 1H pyr azol e- 1- car boxami de--I
a 500 mM round bottomed flask was suspended 55 g of

3| (eag @%QEt%plaﬁpélc)ﬂoépﬁenﬁ)WAheﬁw 5ssa|nwglmp,lr§£oaesg |53<” Zf, 3' gSi 3 | 350 m  of

4- chl or apReRY i round BotloMed YRR B Bpped ith AdExix Abndénsbrald rhisaBai érad-ghehye il UX.

'Ihe

g

n

Af t er creepheRd agtebhedons thi.40Gndiy, €200 i) Rprobdhal. Biatsdinfiny e nitheHtele (Vemolk). | t er ed

yi el ditAgmikiredwadfrefitkddiier SBdut. dooldtslightip-and’ Po0Gnt of Methdns PR Tihe resulting solution
55 @pﬁt@teu @anade b’&thohnmhgshm:ﬁg $00d Rtereatahdy wasfed taidé @itrOgIdCstHyO@hee Risldag 6%
g of a white solid. mp 156-162" C.

Example l_)_ .

Preparation of N,3-bis-{(4-chlorophenyl)-4-phenyi-4,5-dihydro-1H-pyrazole-1-carboxamide

in a 500 m! round bottomed flask was suspended 55 g of 3-(4-chlorophenyl)-4-phenyl-4.5-dihydro-1H-

s0 pyrazole in 250 mi of diethyl ether. The suspension was warmed to reflux and 33 g of 4-chiorophenyl

isocyanate was added at a rate to maintain reflux. After cooling and standing overnight the precipitated
product was filtered yielding 78 g of white solid. mp 173-175" C.

s5 Example g

Preparation of 3-dimethylamino-2-methyl-4'-chloropropiophenone

64
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con nsor was mred 84 a of 4- chl oroprop| ophenone (0.50 nole), 50 g of

di metlhyl am ne hydrochloride (0.61 nole), 20 a of parafornal- dehyde (0.67
mol e), 50 ml ino& s80hanaund aobmbd fiakk efuigped GEINT 4 aémexl calReU Svad Yike® cdal #rdt &s-
aci d. The anioxbupiephasche (@50 mue)dsd grof Hihelglmine hgdicthedieMsl maley 2o kN pslaib@iameen
et hyl et hetshyiad0.6%tmels). 50T meofedifamyl, andye mi viaconéentralédsaadodie blydeonitloric aeid.clhe eiixige

| ayer was vragefiukesidfoniid houwss ctoaleth dmg chaditionee batwelent étiy! ietherudnt! | watpr. ik tethee layer was
extract éd dissprded andtthe fiqueasis laybrhwds besiffed rwith Ebiune byrdnixide dnchihg sasiiting| reixtare Sxtrastee:
washed wi tiwice withesh ghyleathen\ibe coralined oiganie Sydrs aere washdd withbrisaitdrisd exdr inpgnesiano
to yield 139tgangfconceqiairs: im yackerionield 19heg py3-dimethydamingr2opatyb# siyprepreninphenape. @0 |
Exanpl e F reparation of

3-(4-chl orophenyl) 4- et hyl - 4. 5-di hydro- 1H pyrazole 15 In a 500 ml round
bot t onelf f%as Eqw pped W|th a reflux condensor was placed 100 g of 3-

di met hyl a ~met hyl - 4' - chl or opr opi ophenone (0.47 nole), 200 nl of

n- pr opanol , 48 g of hydra2| ne nonohydrate (0 96 nole), and 5 g of 50%
aqueous s . X ‘ Lyxed for 2 hours. The sol vent
was renp oned between net hyl ene

chlori de andanQ swtrﬁrroun-ghﬁott%&aﬂésﬁ dq@%?dd msav)@fﬁxpecqnd’énsto} W8S plibdal1 & sand
dried overgiRdMykmiidbsndMRUPLRbEERIBhdrBAE (0.47 VRIS 98 nF of ABRPanbI0E Y BS hydfazifle
(0. 42 nol apondHyardre( 8:96 oS, LRA @MY br) 50% BRLELS | sodiurm hilirbiid! PrielmilduidYWa8 28uRaaity £ T
sensitive roGk.iTihe sdenEXRMErhévedin REcRP a%dthé Braduef was partitioned betwesn methylene chloride and

N, 3- bi S20( 4watdl| THE OfglxRdYer whs WaRhdtlyd tintbs Svithl vty Cn® drddd-oet laitE/Alo6s Maghésiva0suadd. dee 30
In a 500 rdrganieumn@r kodtdimned gf (0.a% known ot Bl acratopBahyr4-(ridthdia SRy rp- 1Bpyrazole an air
3- (4~¢hl orsepitesydiy.- 4- met hyl - 4, 5- di hydro- 14 pyrazol e di ssolved in 300 m of
met hyl ene chloride and the sol ution was brought to boiling. A solution of
64.5 g of 4-chlorophenyl isocyanate (0.42 nole).in 100 m of nethyl ene

chl pri d& vxameleifed at a rate to maintain reflux. After stirring for an
addjtional 30 mnutes the solvent was renoved in vacuo and the resulting

%163 127 Bl In a 500 m round Ppitag8e, BYask equipped with a reflux

oi I{ was cr stalllzedfromethy et her |eId|n 140 g of

N, 3- bis- (£ Hérﬂﬁr(fcmofﬁm?f}a{l)'ﬁ'"}ﬂhuﬂ- %ﬂhvdm‘ R%{?aFP'er"cafbmm'de

H-pyrazol e- 1 ca

o Serch gl ﬁfﬁ%}“ﬁ i xf:*% g i el

equi ped W' |on oF I&FZ)? %ﬁgg en cso moe in ?d ch g € éo de aga

rragneSI umr]a-t gi dition llren qgmov ‘\%SCUO and the
t

actlvatlor}éa ﬁ:“}g@g: mf §-bi | -Embifiy-4.5-
heat ed j0 o?rl? T,,lm pabiedy ga' ,dgnmp agtdo g;(o 35 rm e) o'fs ber?z{/JI (b:I| Io\ré?%e in
et hyl et her was added at arate to maintain the reflux. Wen the reaction

had subsi ded, a solution of 50 g (0.29 nole) of 3,4-dichlorobenzal dehyde in
75 m of dixehgwyH et her was added at a rate to maintain reflux. After 15

m nutes, the reaction was quenched with water and acidified with dilute
hydrochloorl c acid. The organic |ayer was washed with brine, dried, and
conc\e‘ﬁtratmebaqatrpn\p_ae&d-c!yoradhdmvn!:pniﬁcajbmn‘l 3, 4-di chl orophenyl 50 bénzyl

carbinol which was used wi thout further purification. Exanple I 55

Prepar ati on o 231000 gyl 8rdecneelnth Szl leadined Mjth ajrefiuy gendenserznd @ ageftion iypetwisarlacetred
fl ask was GefaRROTESIUY terpingsr (Bidfmae) 204 Q0P| oF e aer- Miehaciyationdf the maeneaivl wiDO
65 0prgot jastineHife mjxtugsr wag hagtedyla refiyp and, & spiutiorof 449,(P-df olglpd bensy |cBlgridedn

[ er r] and eﬁ‘ybﬁﬁ‘%t""faﬁﬁdda‘l’ atza)raga&e " ;'Etﬁ'f'(;%ﬁ reﬂ n\H tp ¢ ac.(tjl ad subsided, a solution of 50 g

(0.29 mole) of 3,4-dichloroben: de in ml of die! eth«ar was added at a rate to maintain reflux.

After 15 minutes, the reaction was quenched with water and acudmed with dilute hydrochioric acid. The

organic layer was washed with brine, dried, and concentrated in vacuo yielding 75 g of 3.4-dichlorophenyi
50 benzyl carbinoil which was used without further purification.

Example l

55 _
Preparation of 3.4-dichlorophenyl benzyl ketone

in a 500 ml round bottomed flask was placed 75 g of crude 3.4-dichlorophenyl benzyt carbinol and 300

65




rate to keep the internal terrperature %eFb 15 C. After stirring an

addi ti onal 15 minutes, the reaction was quenched with 10 m of isopropanol
and part | il GNRGIORE THERECHEH Rykturd ikedooRit 0TRS M.a SHiafonQH @681 oF chréie bnhiariie WAe hed |
Wi th bri nez.2slmi @ codent@ed saimIAE kI iAteddmi Jiheatdrekdd| ddbi0atCa Wale 1k RécpMifie \Wdinal
crystal | i eatediuebelersaice Aler atitlhg1gh adbitignaDis Rindied] itr@hreactidn Was rqogamstyWith e i ot
ket one. Ejsapriasoc! andlGartiforep dstvberogthyd bthdviabdwater. The organic layer was washed with brine, dried,
3- (4- chd orap banpanirated - The tresultingd paideo &dtane| wis coryatallig@Orom héxbeegeidinc K d df | 3dsdich-
equi pped Vraphengirbeaatthetoneon f unnel , and condenser was added 15 4 g is of 60%.
sodi um hydride (0.63 nole). The sodium hyri de was washed tw ce wth hexane
and t hen suspended in 300 M of tetrahydrofuran and 29 g of di net hyl

car bonat e 5t@e®M npl e). The reaction mixture was brought to reflux and a
solutidh of 50 g (0.32 nole) of 4-chloroacetophenone in 50 m of
tetrahydrofuran vvas added over 30 m nut es. After hydrogen evol ution had
ceased the” - (4:qhlgroake TR0t 0 i ce. The aqueous | ayer was

3?'92?1%6"’@5“&**"" : .‘W *"" 5&3“%&;?; 5 ki R it

17.25 ml of concentrated sulfurlc mM of water was added at a !

hi
180 mgﬁg Gl %990(9%% o il npﬁ?asﬁl
N3 () veg %ga%fm'e&ﬁ;ﬁ@aa°fem T @W, g ox
am de qud r és' a%QlﬁiE@ )f AYBrdeRiotl RR104nY @fdraltdd 3@1 Bthyt Qfhel. Ghd XY @fek W@

and Co%ednddncoﬂ&n{r&é‘d sl distiflsdt 0 18V bp0s0-898d€6h Gvel40ry of Motht 3%4-EnibrBdrBAy)SHetdl | ON
of n-but yblopdnbatsim i N hexane. After stirring for 5 mnutes a solution of 4.2

g of\, 3- bi s- (4- chl or ophenyl ) - 4- phenyl - 4, 5- di hydr o- 1H pyrazol e- 1
-carboxam de (Exanple D) in 15 m of tetrahydrofuran was added and the
resul ti ngEsapietd on stirred for 15 mnutes. To this solution was added 1.0
m of izedonmethane and, after 15 minutes 1.0 m of acetic acid was added.
The reaction m xture was partitioned between diethyl ether and water and h

t he or ganPrepirgtipe pf Nrbis-(irdhiorpranii-4-matyidmbeny-Haditvetor hiray3eple- b earjoxsgreide The

resulhti ng solution was filtered evaporated in vacuo to give 4.3 g of
N, 3- bi s- ( 4- JRl %‘r%ﬁ'h@ r vigraine dissolved in 15 mi of tetrahydrofuran and cooled in an ice salt bath was

pheny| 2- A¥eA $0.m| ota ¢ B‘r%?'“ﬂ%%;’hba%‘!’“éml" kexpgoNigntting fﬁl%l"t"?“??@ ?JP‘HP °f42
151- 158 C9 iprif-ahieroptany)-f fivap-dHpyagolr qefhaxamiq

ta drof ran was adde and resu tmg solution st|rred for 15 minutes. o thls solu ion was ad ed 1.

5 Prepar af II ual.fmuu aT er mmutes 1.0 ml ace nc dded T e react:on Irmxt e 'was |
N 3-bi s (. Ch PR e Sy EhPud St B Pﬂ} Jr.ed hadi box
am de %? ifate. ﬂ\e & Itn lutn w§sof‘%r(39¥va%mzt @ inva hlor phenyl 4
t-et rahydr \,ﬂ gj e, ?da
mol ar sol ug,;sig,gnt th{p, | um i n hexane AfT er stl rr| ng m nut es a
sol ution of
N, 3- bi s- (4- chI orophenyl) 4- et hyl - 4. 5-di hydr o- 1H pyr azol e- 1- car boxam de
(Exanmpls Slanip 515 nl of tetrahydrofuran was added and the resulting
sol ut+on §tifred for 15 minutes. To this solution was added 1.5 m of
benzyl brom de and, after 5 minutes 1.5 ml of acetic acid was added. The
reacti on Rrepératios olthiS-bis-(i-chppenpbanyl)-&-berdyHdeieitmets-dihyeiolyitoyatdie t-caslamide er and
the organic layer was dried over anhydrous nagnesium sulfate. The resulting
sol uti an wasTofd.1 ¢ et disbpepaiproine tiswivedhinigani of tetsahydiroferard amgiJcogledfn an ice salt bath was
N. 3- bi s- ( 4ddeh B&md ghe Ay mplagsolienof yitbutyliifhem Hy hexane ARGt $tiyritg éor 3 mmuiepgrselzteh et
- car boxaniddd. N.gpis-gh-ghior Infrenethrr 4ty dvpd Heyrazsieciragtoarpmidgi Expmpiee Gk inr it mirk.
55 Exanp éetrsrlydre@ran wag-psdgd lrgjj\rgthg_??ulm sppté) P’?P.f%rﬁ gyinutes. To this solution was added 1.5

N- (4- br 0 H% "E ?“Fu?ﬁeb H@Hg?) E §PP“° 4390613749990 SNy ra3CHigp Gugure was

jtion her and water and the ordan
e

egtef ic layer was dried over anhydrous magnesium
Sulfate resuiting solu |on was filtered evaporated in vacuo to give 3.90 g of N.3-bis-(4-chiorophenyi)-4-
benzyl-4-methyl-4 5-dinydro-1H--pyrazole-1-carboxamide. an oil. NMR and IR data were consistent with the
structure. '

H pyr aZBl &

55
Example g




i g of diisopropyl am ne diss m of tetrahydrofuran and
' ' Oéafdﬁgﬁsgz of a 2.7 nolar solution of

n-betyl lithiumin hexane. After stirring for 5 m nutes a solution of 3.7 g
' Preparation of N- (4-bromophenyl)-3-(4~ﬂuoro henyl)-4-butyl 4~methyl 45-d|hydro 1H-pyrazole-1-carbox-

N- (§- br omggiggmyt) --3- = car
boxam de (prepared from 4-fl uoropropi ophenone and 4- br onophenyl i socyanate
by fa net hod wned §godiSopkdpylbrhing dis@REd inDI8 ni DD RYMhydrbrurX 3lIJo6i8d #.an flue sail Batiiavad N
15 M 0f tadeti BloywlloDA BV aidlar\sRitichod @dupmdivinrehdx @B UAflet $iighnG @ BinindRs & koluibe ok For
15 m nut eg.of Ned-blomsphenlijst(#-oudropBsyind-ehetlyid, sedinytiro-0 H-pirazoed adatbbarmiie dprelparedf ffoar 15
m nut es 1 4%uerdprapiopbenegrtei and adrahopsmyiliShcyenicke dby aTiethod @paldgosito Miak tiescribedvalgove in
partiti on&ganples\ieEnawi @t inyls reft di detrabydchfurant was addadl ant dhepregidting solbtiny etirredefer th i ed
over anhy inytes. Teely# sclutiomwas addest €5 mifefd-ipdobyng jamd aftep | uminges Wl ¢fjapatie peidj was
evapor dp eddded. Thecersticarmixigiereamedinneg Refveon glieyivl ethep aod gaterf and the organic layer was

N- (i4- br onSfdePrp! phgdrous. magnesiugh Beilp| Fhes regyjtin ISQHU%‘Y%W tergd BVaRPRIRG| inpvacye and
pyriazol e- $VeRFAAPEeH Weoiv28i9 of Nz b’S’B‘PH“EﬂVf) “fugiaphepii-ivitmetig-4 Siperantt | R
datia wer e PEBRRIST'sPBAEMGe R of gt SAlififiRd; agrieno. stagdipg; A5, apd 4} d% werp cnsistet B iheo
N, 3- bi s- (3%H%r ophenyl ) - N, 4- di net hyl

-4-phen§ll -4, 5-di hydr o- 1H pyrazol e- 1-carboxam de To a 100 m round bottoned
flask wascadded,0.40 g (0.01 nole) of 60% sodi um hydride. The sodi um

hydri de ed twice with hexane and 10 m of dinethylformam de was
adcled Then, 2.1 g (0.05 nole) .

N, 3- bi Szo ( ‘ﬂ'reﬁé}latﬂﬁ 9m§3-3¥- oA, l%m{éﬁgnwpﬁeﬂyli‘sfyihk)%g-ﬁﬁ-pyjrﬂoﬁylfcﬁi%glaﬁud@ car box

am|de (Exampte—2) se—After hydrogemevotutton ceased
1 piCof i odomes {08 rokA® bA@HESIfaRK Was L¥BedTd 45 §1{0R1 W) &ilsbdrsBaluck Bydride. TRSIEodivine
react i on Wydetielwes wasBeddfMidel vith ekkle RRd W& @ oftimethylaMEmINa was added. THas, 201 §a00sC

| ayer dri edle) Ni3ibisqa-erthrophanyl-asiriethgk2thonyia 8-dbidr® TRy I8 MHa@boxgmied (Exagptd 2bwap Of
N, B- bi s ( 4ddet ipatiowise mftbr) hylkodendaviiatioh \tbasdd 1 mi of iodomethane was added and the mixture was
phenyl - 4, Strgi oy dhour. 1THe peaction oiixgre wasagmatiitiocadrbatesen Mper BePwdterangd the higRiclawdr ¢riRddat a
wef e cons filsregncongprtriated hands ehramatograghed 3geidingn 1B | @ o6 N.33%s-(4-Fhierpriteant)iNAdingthyl-4-

N, B-\ni s- ( BhesyidiScdityanod Hivgmasole) L-aaoxantigel Mp 132-135 C. NMR and IR data were consistent with the

- 4+ phenyl stpc@redi hydr o- 1H pyrazol e- 1- car boxani de 3, 4-di chl or ophenyl benzyl
ket one %as used, by substantialy foll owi ng the procedures given in Exanples
B, C and _D, to prepare

N, B bi s- (Q‘ﬂ&iﬂhl or ophenyl ) - 4- phenyl - 4, 5- di hydr o- 1H pyr azol e- 1- car boxam de
, Wwhich was used, by substantiall y foll owing the procedures given in:

Exarrpl e 2 E§epﬂatBr eg_ﬁﬁ;é Ez-( gidlcl?wlo':op&_e gl)-4| gxlﬁt?ﬁﬂ -4- p‘}%ﬂ -4, 5-drh¥drg-1 H-ayrazole-I -carboxaggnde

Ioropheny - an oil

that solidi f314(-a BFB QIQJ %z[y Q: e k%sed“Wsﬁﬁfntkl&f&ﬂ@v&% tM@ﬁr@ceS&Ede.\%R %@xaﬁ%]&gﬁ'
t he str uchu € Gn z ﬁﬁl@tﬂ&&ﬁgdﬁﬂwpﬂ yl-4 5-d|hydro-1H pyrazole-1-carboxamide, which
N, 3- bi s- 4344 59% %e Bk 1oft Y%6Hr Nidhifisuasenl e- 1
- car boxgaMdRne - MabiRAa-phent s, Lei dm w;tyrsiue-wa&s&wh@rzh ra¢ il Soh@iedest 1bry sldna M
of ; t\e{’l’ah){'@’mﬁlEr@nﬁaﬁlﬁlwSr@Qbrﬁﬂtehtmntﬁﬂ\elsﬁﬁttLﬁ@Jt bath was added 8.0 M of a 2.7
nmofar solution of n-butyllithiumin hexane. After stirring f,or 5 mnutes a
sofution of 3.4 g of
N, B- bi s- ( &xavipledi7ophenyl ) - 4- net hyl -4, 5-di hydr o- 1H pyrazol e- 1- car boxani de in
7 i ofstetrahydrofuran 55 was added and the resulting solution stirred for
15imnutes. To this solution was added 1.5 m of dinethyl carbonate and,
affer 15 Rienaetion of|N.gbipfi-(pehiozaphany-4-grrbamneliexy-tmieteyits, 5"Fih!e“¢ﬁ‘a@fﬁz@?r1'ﬁ?fmxam§° was
pajtitioned between diethyl ether and water and the organic layer was dried
over anhydrous magnesi um sul fate. The resulting solution was filtered
evaporaf‘f’ed"_}_ﬂ‘iﬁacuo to gl ve 3 0 g of N, 3- bi s(4 chl orophenyl) 4- 67 EP 0
158 127 Bl Qla(f) Xr a m dY vetil g hy I yan az Iec} an |cl?aos)a(\l?ggth wés
[ © r] - NWR da g 0 nﬁ :é §g§ g s‘%‘tu 1on o %ut ?m mﬁ W:Era e .f s%n nnéJ %fy minutes a solution of 3.4
1 g of N,3-bis-(4-chlorophenyl)-4-methyi-4,5-dihydro-1H-pyrazole-1-carboxamide in 7 mi of tetrahydrofuran
56 was added and the resulting solution stirred for 15 minutes. To this solution was added 1.5 mi of
dimethylcarbonate and, after 15 minutes 1.5 ml of acstic acid was added. The reaction mixture was
partitioned between diethyl ether and water and the organic layer was dried over anhydrous magnesium
sulfate. The resuiting solution was filtered evaporated in vacuo to give 3.0 g of N,3-bis(4-chiorophenyl)-4-
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6 hodBT034gof PO 15

N, 3- bi s- (4-chl or ophenyl) - 4- met hyl - c}r %y%ﬁro 1H pyrazol e- 1- car boxam de and
1. 1 g ef  diisopropyl am ne di ssol ved |n 20 M of tetrahydrofuran and cool ed
i N an acet cfadobéthdxy-aaiettyed, Sdieldet 1 Hpgtakdie-1-vtsoxamedbe thp 8 240 CYNMBfan@iR2date Wb @hsis-
sol uti on ofterdywitlylhé sttuaiueem i n hexane. The resulting solution was stirred for
20 io- mnutes and then cooled to -70 C. To this solution was added 0.9 mni
of nmethyl chloroformate. The reaction was allowed to stir for 10 m nutes
and thensalMahwd® to warn to roomtenperature over 10 ninutes. The reaction
was quenched with 1.0 ml of acetic acid and the reaction mxture was

partitioned bE Rdeh %l'ﬂ‘ﬁ?(“’%’?ﬁéﬂ“ﬂkﬁ“%‘éﬁ dihyrie-theyraselgdnreoeaige randds! grdted
over anhydrdjireropgepiessdizpaived ip f"é°f tetrahycrolisan and Aopled i) ¥y acBipna ket maintained @20 C,

evapor at ed vyaﬁ aque r{sld) F\?é“ f butylltthrum in hexane. The resulting solution was stirred for 20
N, 3- bi s- {24- T ‘EraB i 1%0 3 "zrvaﬁéﬂggpw gt mefiy! gnlcmg jo-{The reaction
H pyrazol e- z P g’f‘é?"@ﬁ? \ﬁr nutes The
struct ure. ag 9 Wlt ! ron mrxture was pa tnoned be oen drettwyl
3-(4-chlor ﬂé@g e orge 8 er W d l’OUS m @aﬁ: um s ‘;J;ate The re dt-m solution
mxture Qf 4 )%o i "a |c§£DrQ @- . ’é‘ th -4550
m of methand l:{‘he react I on Was Sti r re at room t errper at ur e or 18 h

The net hanol was then renoved in vacuo and the product was dissol ved |n 400
m of nethyearecchl ori de and washed 5 tines with 100 ml portions of water.
The net hyl enie—cthl oride | ayer was dried over anhydrous nagnesi um sul fate and
evapor at®d i NTo/2UPo imdttyi B{4atniddpi@nyis-idtolpfopandire in 100 m! of methanol was added a mixture of
chl or ({e’g enyl7)g é-hgdtadime midnbigiste/and 7.6 ia o/ 3irOforkair iy 53 MObf enethatul ITEE Madtiosl Ras diired bt
was us Wirbdmotstnpérature @r 18us. The inbtanbli vaas tien rdnfvlednie Xécub @dCihé product @as2dsseiveaifin
3- ( 4- chl or @phenyf hetriana chiodvetahd weshdd $ tigleshwithr 180 hittpptiona 2bivaleroTHeanatetbné cidoridé he
previ ous r davet wem digdsovad deydrRE0) magnesidm rseifatey irgnevapdndtesi indecan® vidle 22 e ol 8-(4ng
sol ut i oreswesslolgphsnyiit-cartgmetbddy uhb;ditutren Boyrazble: 15:atoxamidd -vwhich ovas vhesinyithout Jethgramat e
in 25 m oftifigatieniy themext sdabtioni de was added at a rate to maintain a 30
control | ed refd gx .9 2 #-rchiorphagyli-freprpmethenytidrdinydrorttimyrazole phiainedi framthe RreMious
cool ed\—f i Irasta8yvas Adfed 200,09} ofesthylene ‘EP&’&@PO‘" ithel 'muﬁ' alutign wgs brought to reflux, whereon
N, 3- bi s- (4 ‘8ﬁ|90?f #‘i‘é’ffyf“}"yws‘a"a‘f“ﬁﬁr@@ﬁ&t ZPS'SY‘%n g}t Fids. =5 ‘if’r%tzbfaée 'p maintain a
th

_ b &8ntr Zl ef nuqué tedl\'WR
a:‘:\gr | %Xgat ‘{}(g yel mlﬁ(ﬁ?{gﬁ'gqﬂ %6? di yq:[c“ yrazgtgt -carboxamide
di i sopr opyl%%’?ﬁ"ﬂ'g T w Vr"ﬁs pcgf‘f'efjé’t’ 3HYY F'H? %ancﬁ' ?td?%dvgﬁ’ ROFRTH N e
and cool ed

§pdug%>p%(3|ar§1 Q%dw?m % mrah%rofarag ur@delny L\ﬁg lt%éiﬁ% a(RL cg'oled to

-butyl | ' rﬁol& E 39 ttj}h xture was
3- (4 chl Or QQ&%Q a? (%5:59&@& glzsc)éﬂ:) g i'ttgf EWJZQIE @ml & ran;dro(a]ran After
t et r ahydr ofglitiR Yor A hifbtesSb.6 i bilsho %an ﬁlamda b £ theUnifurd wadharin %’omge
added and tahe si¥ed i 1Ehr \ESon¥ig RE 1LOmF QB [DBREY alelld SicPdhd 55hi df Waldr trrarstatadéw -
Quenchi ng \wnbh whieft wikkupf gals AO%: PGP N3-B1€ AlchiBrogehyh-Edafbometidxy AimetR L £3-ifyarb-1H-
st and dcoetpbﬁfolél\ﬁéaﬂfoxMi mBitigPpomt 13831587 CONMR and IR data were consistent with the structure.

N, 3- bis? (4- chl or ophenyl ) - 4- car bonet hoxy- 4- net-hyl -4. 5-di hydro-1 H 40
pyrazol e- 1- car boxani de, nelting point 138-150 C. NMR and IR data were
consi st ent Exanddte @2he structure. Exanple 92 45 Preparation of

N, 3- bi s- (4-chl orophenyl ) - 4-di net hyl car banoyl - 4- net hyl - 4, 5- di hydr o- 1

H pyrazof#e-1 -carbox- arnide Into a 3000 m three necked fl ask equi pped
with a nmeclfaspeton #f N 3ebis-(4-ciiasprhpnyiitaimethyiaatbanoui4resty ¢ Sreihedro- Spyragele-1serhexe d
65 m of did™@8propyl amine (0.47 nmole), 155 g (0.45 nole) of

N, 3- bi s-(4-chl oro hen I -4 rret ayl- 4. 5-di hy dro lH-P razole carboxam de

and 1000 ni ofto@ "rﬁ%"p %‘Qﬁ r«raarﬂ a 'f Bg‘

and the % X placeq, s "3(96?'58"'?%'3’" 4-m

R N S

i nt er nal t e @i al
. a ra to aintain the mt m ure trrred

30 [;1 nhut es % itio aI Eﬁo n ¢ e \ﬁé&' §4§1m| gﬁt éE‘yamoyl

Car am)yés on a d%dWP n%po u%gr 'rgﬂno e :{ltgng

M Ny euEea%&i énﬂ“totﬁ@:% dﬂWz’u@ pefHnfrd. tﬁe

m Of Wat er e&ne%(lép gndsfin QR4 Lr%rgaﬁd’eﬁ\ta'tbﬁen ch ngﬂ%gﬂ v‘\@lﬁ“gr gave

separ at ed. gt QN-Bi5-(4TEHHRPRrHL-JiHoinAbfoariB - 49\%@&‘4‘3-&%%11 H-g¥ra¥éié- Wearboxamide .
Crystalli zat | on fromethyl ether gave 125 g o

N, 3- bi s- (4- chl or ophenyl ) - 4-di net hyl car barmyl 4 met hyl - 4, 5- di hydr o- 1H pyrazo
| e- 1- car boxam de 68




EP 0153127 B1 M 194-197 C. NWR and I?Pd@qs% 95 'H consistent with the
structuye. Exanple 95 5 Preparation o

N, 3- b{ s} 4- (4- chl or ophenyl ) - 4- car boet hoxy- 4, 5- di hydr o- 1H pyrazol e-1

- car boxani de Mg 184-%73C.0MMANINA 1R ida ére Edhsio@ PAMERY byuctdreS- di hydr o- 1

H-pyrazol e-1 -carboxam de dissolved in 20 m of 10 tetrahydrofuran and
cooled in an acetone bath maintained at [err], was added 1.5 ml of

di i sopropyl aBxamgle®fd 8.0 ml of a 2.7 nolar sol ution of butyllithiumin
hexane. Thes resulting solution was stirred for 20 minutes and then cool ed
to -70 C. To this solution was added 0.5 ml of ethyl chloroformate. The
reacti on was BiepastieniofiN3-tis-f-f4-dhigrorhenylhé-pamoetioxsnd §-dinkdser 1 Erpyrerpled -BGOARIO t 0

roomtenperature over 10 m nutes. The reaction was quenched with 1.0 nml of
acetic acid and 'PH¥? tge%{c’t‘?aﬁ (‘?ﬁ"JPf‘tﬁ’P%‘VM§d 54"%1"!‘?"&4@‘&“5@?‘?@'@'@ d'lsﬁ“ﬁ in P8 m' of

et her and VAt Y?Fa Bf”'la?\é"do‘i" ‘i"é“ h pigh f 3 ™ o st e i 'gg
gu gf at ef th %%gte ﬂ\drT %98 38 tug\l,fl GR? ?F @Q#é ma?g e reaction

9 F 1- s all r?) (ga wo tb roo urg over 1 mmuﬁ s. The
pyrazol e- Car ench of acc né t%g %%J:t‘gr; ﬁ\ ure' wa ?Ew rﬁtt]zﬁeds whah diothyl
20  Exanpl g nic Iayer was dried over anhydrous magnesium s ate The sultt olution
N, 3- bi s- 4- ff&e@@ sﬁ ?M»Z( nic"% Hr B
azol e- 1-car Oi(yrazélB% o mﬂi@ r&na?*arﬁ 1] at&'hér& %E&QM E‘E\ru reS0l V

tetrahydrofuran and cooled in an ice salt bath was added 8.0 rri of a 2 7
mol ar solution of n-butyllithiumin hexane. After stirring for 5 mnutes a
sol uti on ofxp 3edmPieQl

N, 3- bi - (4- chrorophenyl ) - 4- et hyl - 4, 5- di hydr o-| H pyrazol e- 1- car boxam de in
7 m \e-f/ tetrahydrofuran was added and the resulting solution stirred for 15
m nuteg. To t Pregargtion at N@tiswea(g-caialduhenyl)-4adithibcabmetianxpémeB@-4,5akhgdrb-fi H-ghgrazleel -carbox-
after 15 minugwde 1.5 n of nethyl iodide was added. Stirring was continued
for 1 pour.2sThe reaction m xture was partitioned between diethyl ether and
wat er gnd the or %@ﬁ‘l gof| dijsperopyipinegdisseiecio df mh pfHgttePyskpiuraneRgA eadiadrip aniice saitcbatwas
resul t¥ng sol EFIdP RO kel ¥4.1 melprcaivligdpf apelpihiue Bderare. \ﬁ&%’tf&""ﬂ%‘%ﬁ '\‘?\9“‘23 375"9‘"‘6\‘0‘34
N, 3- bivg- (4- ch? &f s ° '°'&9’Hr>t‘>rfr'6*?§'aﬁ’ oAby Kieves ‘P°"ét"'%e d‘| hydrofuran

H pyrazol e- 1 w%sa?ds res red ?r 15 rljuéps f"étﬁ was |1| ml of carbon
structure. 35 lgyg ute l ide was add mng was contmued or 1 hour. The

as p ther a r an t I er_was dri ver
TH-Spg:' Z.z(()ﬁecgf ér;%%n Si fat:ﬂ) res%n SOIU q ﬁ%l i dym Vgg OBQO &
g of 60% SOdI ahm D‘é' f‘ T mfﬂ | um e vvas vva e@

w th hexang suspen e I N 15 orF tetrahydrofuran A sol ution of 2 0 g
45 (0. 005 rml e) of

N. 3- bi s- (4- chkgrpRhesy! ) - 4- di met hyl car banoyl - 4- net hyl - 4, 5-di hydro- 1

H pyrazol e-1 =tarbox- amide in 5 m of tetrahydrofuran was added sl owy.
When hydrogen evol ution ceased, 1 m of acetic anhydride was added and the -
m Xt yre wase SPiepdrion foarN.Sbmcimtomsneniﬁhedimetaﬂctairuamomemam-écbﬁymmﬂnybstwmmzo»e-1-
et hyl ~¢t her abtabdamisee, dri ed, concentrated, and chronat ographed yi él di ng’
1.6 g of N.3-bis-(4-chlorophenyl)-4-

di met hyl car banoyd a 80 mitobnd bokpraeskitagh was, iacel figfde of-6094-90¢ivma pygride @%amekam ghdium -
an oi | . NVR ahuingeRwesawashaigtwicpenits hexsne ipast auspendgctin 1§Wé ot terehyeraiuan. AEselviipn ef 280
55 Prepar at 0f9-00%)fmole) of N.3-bis-(4-chlorophenyi)- 4~d|methylcarbamoyl-4~methyl-45 dihydro-1H-pyrazole-1-carbox-

N, 3- bi 5- (4- chPUF®hE | leahygiopRe Y oged i fen Aydsoqan 19yRkign $9asgsly ) o9!opf cacqtic
t hi ocar box- affhtyidgyas ded and the mixture was Stirred for 5 minutes. Te reaction was partitioned between ethy!
ether and brine, dried, concentrated, and chromatographed yneldmg 1.6 g of N.3-bis-(4-chlorophenyl)-4-
dimethylcarbamoyl-4-methyl-N-acetyl-4,5-dihydro-1H-pyrazole-1-carboxamide, an oil. NMR and IR data

s0 were consistent with the structure.

Example 1_3_9

55
Preparation of N,3-bis-(4-chiorophenyl)-4-carbomethoxy-4-methyi-4.5-dihydro- tH-pyrazole-1-thiocarbox-
amide -
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EP 0 153 127 Bl 4-chl or ophenyl |sghm 4% g‘e and

3-(4-chl orophenyl) - 4- et hyl - 4, 5-di ydro pyrazol e were used, by
substantially follow ng the. procedures given in Exanple G to prepare

N, 3- bi s- ( 4- elghiobsHaig Rydthjocyhndt® bty 8-(adenlorophenyi)-4-methyl-4,5-dihydro-1H-pyrazole were used, by

di hydr o- lidbgayntiatzasiewidg thb ipcaitBOYdr irtExampB IGC i prépsre IEESls-(4laordpHas dvhétali-b ¥.

f ol | ow ngditiyae-ibrmycedeH -thivcgboxarmide, whiti aggolsed, by sifztatuadly ilowing ther reqati@es given in

N, 3- bi s- (BamblsoTDpiatvd] A- 40 @eaphre Me,Biizx4rehibrapbérigl-h-catbdmethiokyy4lmethi-4lskdinkdro-1H-
pyr azolse- dyrazbip-dataacabeamidd.c\p 97850-NMR Dd IMNAR were cdnBlstdetivith the stuctionsi st ent
with the structure. 5 Exanpl e 138 10 Preparation of

N, 3- bi s- (4-chl orophenyl ) - 4- car borret hoxy- 4- et hyl - N- di et hyl car banoyl - 4, 5-di
hydr o- 1H-E3Ppiad8d e- 1 - car boxami de

N, 3- bi s- (4- chl or ophenyl ) 4- car bonet hoxy- 4 met hyl - 4, 5-di hydro-1

H-pyra2°ole 1- car boxam de was treated s with d| rrethl carbarm | chl orlde by
subst ant| 2 ppagatip | Chwi P! -dehiorprbenylli4carbomethony-g-mefaylNsdimethyics 4 q9fydro-1H-

N, 3- bi s- (2% FORHENYT ) - 4- car bonet hoxy 4 met hyI N-d| rret hyl car bam)yl 4, 5-di
hydro-1 H pyr. zoI e 1- car box q vm_kv dD ﬁ
yl)-4-carbome ho’x 'Er ole- a oXami gl_:é(r:at
izg‘ndl nsg qu\I ﬁ glg rl%%? |3N§J Su% ugﬁ own% 51%% it EQam 115vi le
N 3-b|s- 4-chlor henyl)-4-carbomethoxy-4-methyl N-dsmethylcarbamoyl-4 S-dihydro-1H-pyrazole-1-
20 Prepar T' %ﬁﬂde o«l which solidified on lon sﬁndmg NMR and IR data were consistent with the structure )
N, 3- bi s- (4 chl orophenyl) - 4- caroborrgt oxy-4- et hyl - N- car bonet hoxyt hi 0-4, 5-di h

ydro- 1H pyrazol e-1 -carboxam de 25

N. 3- bi g5 (Bampl@i®phenyl ) - 4- car borret hoxy- 4- met hyl - 4, 5- di hydro-1 H pyrazole-1
- car boxantde was treated with carbomet hoxysul fenyl chloride by

substdnt i al | y followi ng the procedure given in Exanple 115 yiel ding

N, 3- bi s- (Fregabdtiar 0pdtenyi3disd4-crividpbenpil)-ioatyormbihoBt AybthyNNeaibbrostixytoiay 5ldingdrd 145~ di h
ydr o- 1H pywaaieli earbexam@e boxam de, a foam NVR and TR data were consi stent
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Preparation of

N, 3- bi s- (4-chl or0|{oheng/ % - car bonet hoxy- 4- net hyl - N- (1- car bonet hox¥1 (Prop 2- y
| -t hi 0) ,Preparation of N,3-bis-(4-chiorophenyi)-4-carbomathoxy-4-methyl-N-(2-nitrophenylisulfeny)-4,5-dihydro-1H-

pyrazole-1 ~carboxamide

N,3-bis-(4-chloropheny!)-4-carbomethoxy-4-methyl-4 5-dihydro-1H-pyrazole-1-carboxamide was treated
with 2-nitrophenylsulfenyl chloride by substantially following the procedure given in Example 115 yielding
N.3-bis-(4-chlorophenyl)-4-carbomethoxy-4-methyl-N-(2-nitrophenylsulfenyl)-4.5-dihydro-1H-pyrazole-1-

55 carboxamide. NMR and IR data were consistent with the structure.
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Hl atel | a ’ﬁﬂhi"&? ee@@ﬂ‘ﬂﬂiﬁéﬂﬂ&i@_(@tlms nitida ) House Cricket
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( Hpi | achna ¢4 8‘§‘f Beipll2,99m3nca) Hopper (Enpoasca fabae ) Red Harvester
At (Pogon AteHaety : | mported Fire Ant (Sol enopsis invicta )

Red| egged femurrubrun) Sout hern Arnyworm ( Spodopt era
er dan;sa) ﬁllsfan e o na Enves(n abrotica undeci npunct ata howar di)
TapaccoO Bu AN de? ) The conpounds of the present
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CONPOSi t i Olgy Mpohdd ¥ ARt (SEIbRepsis ihvi se conpositions and forrrul ations, the
active subgp edeﬁsgﬁbab%i:‘w_%ﬁum&%%t ional inert (i.e., plant

co pat i;bl e g r@AWQ&hI(Sﬂ,mdmﬁ—p‘est i cide dil uents or extenders such
as{ SOHd Cabithedt CHmREIH/Gh (DEbratcaTMRaRLhdtatekowarat ier i al , of the type uabl e in

civent I onabbapeBudedrthqHaiom3erastanons or 1 or nul ati ons. |f desired,” adj uvant s
h as sur Tiectapbgds St etel preseatr isyentiant fof pactical gppikcatioss) darabd utliced  thg damh f MaY
alpo be combesitiems. or Foremiptioss I fhegeowmessitibnsoans famualations:. thel aglive calsstancecie Imdien itk 0
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oi di spesolid earrigr mptarigl esliquid isarierrmeptanavet dhedypewsabiealh cenventiondbpesticide reahersitipnstsr e
1 3 formuiations. If desired, adjuvants such as surfactants, stabilizers, antifoam.agents and antidrift agents may
' also be combined.
Examples of compositions and formulations according to the invention are aqueous solutions and
50 dispersions, oily solutions and oif dispersions, pastes, dusting powders, wettable powders, emulsifiable
concentrates, flowables, granules, baits, invert emulsions, aerosol compasitions and fumigating candles.
Wettable powders, pasies, flowables and emulsifiable concentrates are concentrated preparations which
are diluted with water before or during use.
Baits are preparations generally comprising a food or other substance atiractive to insects, that includes
55 at least one lethal or non-lethal toxicant. Lethal toxicants kill insects upon ingesting the bait while non-lethal
toxicants change the behavior and physiology of the insect for the purpose of control.
The invert emulsions are mainly used for air application, where large areas are treated with a
comparatively small amount of preparation. The invert emuision may be prepared in the spraying apparatus
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dusting, wat &% bdehol S6paration aeardisgn ittlihveMBn isTudtained B, thef 103! grahien By inEdrbrating the
dressi ng, aMieSubstih@sa angiutionateredr iea Siitagje sdletitrin ¥ vaktiedigi:dgyitatdeion uss bé apropansht t he
liKe. It vdutH, fdoexampl dszatixture bf ahbtitesed fidohimet detivatives oftoshuhe atdietianedf t he
part I cul ar aBimigaging cangiesor dumigaling rowdprs. e. awparativos whicjiwhén Bumingager qapable of erhittiod e
WHH depe repesyrisial smokh afecabtanedsbyatakinghie theyastive shibstanesi i Aoerebuetibls ruyterd whinetnino (br of
apgl i cat i oramrie. camerise fesupar o Bepod. tPpRiRsDIvON tsegreund igmpas & éuet eclbstadceniocbugieiyr ee
of i nf est aAomByption sych. s @xagmoiss &S a”i"??“'ﬁ'p@&#‘%r?’ RelEsLE ghiorgte; a 3@@@0@ g yibgercalbve -
or {bel ow t'Hiardiag SabEteR; B RRRMRIRela RepgRite 3RO spllgidal siligip preparati ons are

prdduced forA&RA P’éa"°i‘)§°'?p§R‘?s forher ok %r@f'?’\?% a‘é’éﬂ%ﬁ » 85 arFaé{'e% SV AAY by

usiing t fe 'P%'s‘lﬁ’F'?’ﬁa "F’ *‘r‘r'bS‘ e st E"sg‘f‘"é WAL 2 gpregerva:

bi dder, tdPd a@*e g ; 2 G'gn %r‘e'rra g Fa ERTaSBEVELE G os
f | f

(eX rnp|e)e<agll?l e r?n to s{f]le aore sgtgnél |h?_||' |en % Bbgarglons ? COr 15\g tog{sg' rr‘nl'\lzen%g? (n Orra]lleI ar

aration (frequently terned a peIIet ) may alternatively be produced by '
ressing the



active substance together wthﬁpﬂgggﬁ nerals in the presence of
| ubricants and bi nders and by e ng and straining the conposite t

the desired grain size. Dusts are obtainable by intimately m xing the

act i ve csiasdisn s sidhcbd caiindni @dd .,sg,le,_r,d;lat,g@roﬂhgrkmgat erial in a concentration o
fr om aboWor dxainple adGitant QB6hRY cilBi@ BbaratE-¥EMBYnSshunDSteabdld, HP b8 adRl toth welakib €1

mat er i pbedeRbrcio taahifture 2dbe dealaied., FuRhdAROrE ks, nafli 16 dx 8IS BY SddRa "adhesivder! Qak t €,

gy ps Umas qgbikyialdomitioitisé lerivafives (b | offiet @oldidiel Matbrialy, dadh & Clseldl tdTinkdréve e Of

t hese adréreptanl kharpesitibes oanecsbgace Al Hegqirdidtddvel y organi c carrier materials such,
f or exanlepresantati@r itustnaiivenpriepassitionshe |cbmpastignsizad tsmaatiofdeintiadiigethe cantbeusis aond

f | owabthepresent ingentiahuareesbt fogth balow asdhExamples Kabough SLO t 0o about 99 parts by wei ght
of a solid inert carrier such, for exanple, as the aforenentioned carrier
materials with fromabout 1 to aiixam@le I parts by weight of the active
subsfance, from about 1 to about y wei ght of a dispersing agent
such, for example, as_the | ignosu&%’?ﬂnﬁespor al kyl napht hal ene sul f onat es
known for this RRgEedien preferably al so from abq®¥8:5 to about 5 parts
by weight of a wedtid¥he#gent, such as fatty al cohol gupgates, or

al kyI aryl sul fonates of@fatty agid co densatr on products, To produce

enui’&i fiabl e coalffe‘rﬁ B '%@lﬂa &b’t orrpound is di s%o?@ed or finely

divided in a suiXqsd P48 v ludntoh preferably 9. 9oorly mscible wt h
wat er, an enul sifier ber ng added to the resultr ng sol uti on Exanpl es of

sui tabI e ,§O| vents re | G 4D et r ol eum
di sty | | ayd®erape a"gg '(9% %‘"‘E "‘F{" é’?" i WPRes, f
G e B TR Lt s o

et hers, polyoxyethylene sorbrtan esters of fatty acrds or pol yoxyet hyl ene .
sorbitol esters of fatty acids. TE®ampleeBtration of the active conpound in
these enul sifiable concentrates is pggke40 restricted within narrow limts
and 2smy vary between about 2% and abour 50% by weight. A suitable liquid

hi ghl y” concent r aZBRE@EL@BEY conposition other than 3A¥Emul sifiable
concentrate i s apgRighhen of the active substance inlagliquid which is
readi-ty niscible mﬁth wat er, for exanple, acetone, Bg ﬁhrch solution a

di spersent and, T81fhe case may be. a wetting agent afé added. Wien such a
prirf@ry conposition is diluted with water shortly before or during the

spr ay' ng Fp%%ra%nl ?oxn(?fnt isHRLG 2 5 gccgsg %ce%ongand)&t hf ag | gnééd on?outpé ﬁ'%?cfﬁel S

obt ai nggmnerét&e raaet on accor fon 1s obtained in
t he usua rp b |ncorporat| ng the active substance or a solution

t hereof in a surtable solvent in g}j\é&lgz&'_ge liquid suitable for use as a
pr ob’el | ant such, for exanple, as. -of chlorine and fluorine

deri-vati ves of nmethane and et hde¢tabBlei ®awdes candl es or fum gating

powders, i.e. pr i whi ch when burning are cgpyfl.e of emtting 50 a

pestr ci dal snoke%—gre—o-gfw E@hi : ed by taking up the actr‘g'e—substance in a
n‘&fstr bl e mi xt Goxiwanth may, for exanple, conpris&®%ugar or a wood,

pre

ably in theogieund irpWridged fuel, a substance. 3 sustain combust i on
such. for exanple, as a@moniun nitrate qr potassi um | orate, and

furthermore a subdpgpad f ¥p Pa¥al¥etseddnbusti on, ‘&anpl e kaolin,

bent oni t e and/ or reak®™0i4ddl (dilspersant)d. A bait pr epeﬁr.a&r on conprises a

f oodsor ot her su% nce gttra@tir1 &ntg Pests, a carri 7the t oxi cant and 55
may optionally i Rer ances commonly uséd ‘i'n preparations of
this kind, such eﬂs.,S:Ld aSer(d@d-lueintd to inhi bit bactd*-i%l and fungal

grow h. a water proofi ng agent to prevent d| sr ntegrati on under wet

condi ti ons and d es or as,, de %méﬁ bLon.bQ.4 he
ed onfo n carr ers uponal

af oren “t'?ﬂ"’@ﬁ‘ﬁ ir d,,P,..~..%? hathend 0 to olgh il e Y

al so ICronIZe:! t I e laCOﬂ ar’n o anC

pr epara ions” of For exarrpl e a I ubri cant, such as cal cium

Stearate or rragnesr um stearate may be added to a wettable powder or to a:

H

nlxture to be granulated. Furthernore there nay, for exanple, be added
"adHési ves" such as pol yvi nyl al cohol cel | ul ose derivatives or other
colloidal materials, such as casein, to inprove the 5 adherence of the
pesticide to the surface to be protected.

5 3 .
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RepEEsentative illustrative preparations of conpositions and fornul ati ons
I

i ncludi ng the conpounds of the preSROt1SBAEBdi on are set forth bel ow as

| es K through S. Exanple K 10
10 Granul ar | ngredi ent : : % Wt .
Toxi cant Example N 0.25 Triton[err]

X-305 (binder) Agsorbl[err] 24/f8g,4dik¥SBié Concentrate a ,
99.50 Preparation: The toxicant and Tritonmerr] X-305 are dissolved into
nmet hyl ene chl ori de aﬂﬂﬂﬁﬁé-ﬁﬂiture is 20 added to the iéEELb[err] with

continuous m xi ng. Tirextreahyl ene chloride is then all owed,60 evaporate.

20 Exanple L Dust 25 Ingredlent
% wt . Toxi cant Toxicant impurities 1.5

99.0 30 Sponto 232T (emulsifier) . 6.0
30 Preparation: TOXIg?BPt Eb§§okgﬁglbgfgéﬁgss acetone gng the mxture is

i npregnated onto the tone 1s then pernlttedztg evaporate. 35

1.0 Talc

Exanple M Cyclohexanone (solvent) 35
Vet t abl e Powder | ngr edhaskd® 500-100 (solvent) 52.5

% wt . Toxi cant 25.0 40

Toxi cants i npurities 6. 3 Duponal [err]
WA Dry (wett gpyaratmn All ingredients are mixed together with contmug.xscpgmgk[l@f p]hoqugAneous clear

( di sper santolution is obtained. 5.0 Barden clay (diluent)
31.7 _ 45 H Sil[err] 233 (diluent)

30.0 50 Preparation: The toxica@xampl#héhrbed onto the Barden clay and
H Sil[efY] carriers. The Duponal [err] aadsol 50 Reax[err] are then

added and the entire dry m xture bl ended unti | honngen gu The conposition
is then micronized XYL BYarticle size. 55 74 3127 Bl Exanpl e

N Enul si fi abl e Concepgxiriamt ngr edi ent 0.5 % wt .
Toxj cang, ' 13.5 Toxi canrfy ighpurities

1.5| Spont o 232T (eMAsa% k%) | 6.0 10 993

Sponto[err] 234T (emulsifier) 4.0 Cycl ohexanone

(sof vent ) Preparation: The componenf32irebmiXeeiane @ackaded OrdbOress(rs i a/ asitébje container equipped
52.5 16  with a release spray valve.
30

Example P
Fumigating Candle or Fumigating Powder
Ingredient ' t/wt.
35 -
Toxicant 1.0
Wood dust 96.0
Starch 3.0
o
Preparation: Toxicant, wood dust, and starch are biended together and then molded into a candie using
a small amount of water to activate the starch.
Example Q
45
Bait
Method A _ -
Ingredient ' $/wt.
50 Toxicant _ 1.00
Wheat Bran (carrier and attractant) 89.95
Corn Syrup (attractant) 7.00
55 ' Corn 0il (attractant) : 2.00
Ka't:hon® 4200 (preservative) 0.05
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Preparation: All ingredients aregg ther with continuous agitation
until a honobgeneous cl ear solutiggurgsJ%?gﬁned. Exanpl e 0 20 Aerosol

| ngr edi ent % wt . Toxicant

0.5 25 Preparation: THel ®@NoillZhd com syrup are added to the wheat bran with adequat® $hixéhg. The ;
Pr epar at ioatnt ahl &XatbGHBDE pdinkediwith dXtese deotnél aftPlils 39@dn WHIBSd B HRSAHEADranbash -
sui t abl ewithaabthugdetixiey) lheyzettneis thbn permhiltéccia 2eapsfaeay val ve. 30 Exanple P z
Fum gating Candl e or Fum gating Powder I ngredient

% wt . sToxi c 1.0 Wod dust

960" St ar criiathod B 3.0 40 Preparation:

Toxi cant, woodIngsediemd starch are bl ended together and t | ded into a
candl e usi ng aTgﬁgbhn%nount of water to activate the starch.g fggnple Q 45
Bait Method A Ingredient ) . % wt. 50
Toxi c&ht Granulated Sugar (carrier and attractant)yy =24 p an
(carrier and attractant) 89.95 Corn Syrup (attractant)

7.00 ss Corn Gl (attractant) 2.00
Kat hon[err] 4200 (preservative) 0.05 75 EP O

153 127 B&mple@par ation: The corn oil and corn syrup are added to the wheat
bran w th adéquate m xi ng. The toxicant and Kathon[err] are prem xed with
excess acetone and this solution is added to the wheat bran base with

cont i nuekkheti xi ng. The acetone is then permitted to evaporate. Method B

5 I ngredi ent : % wt . ;
Toxi cgnt Same as Example Q, Method A, with this addition: the bait composition is formed into 1/4" diame@r 1§66 10 I
G anul at ¥8[ lorgpglists using a syitakle die apctipresstapparatusant ) 99.94
10 35~ Exanple R Pellet 20 Sane as_Exanple Q Method A, with this 5
addition: the bait conposition i sEXampd@ $nto 1/4" dianeter by 3/8" long |
pellets using a suitable die and ppesgappear atus. Exanpte S Fl owabl e i

® Ingredient $/wt.

C Toxicant : 25.0

Toxicant impurities 6.3

30 buponal™ WA Dry (wetter) 2.0

Rea 45A (dispersant) 5.0

HiSil¥ 233 (diluent) 30.0

2% Kelza (thickener) 0.5

Water 31.2

Preparation: The toxicant is absorbed onto the HiSil® carrier. The Duponai® and Reax® are then added
2 and the entire dry mixture blended until homogeneous. The composition is then micronized to a fine particle
size. The resulting powder is suspended in water and the Kelzan® added.

Compositions and formulations according to the present invention may also include known pesticidal
compounds. This expands the spectrum of activity of the preparation and may give rise to synergism.
The following known insecticidal, fungicidal and acaricidal compounds are suitable for use in such a
45 combined preparation.
insecticides such as:

1. Chlorinated hydrocarbons, for example, 2.2-bis{p-chlorophenyl)-1,1,1-trichloroethane and hexach-

loroepoxyoctahydrodimethanonaphthalene;

2. Carbamates, for example N-methyi-1-napththylcarbamate;
50 3. Dinitrophenols, for example 2-methyl-4,6-dinitrophenyl and (2-(2-butyl)-4,6-dinitrophenyl-3,3-

dimethylacrylate;

4. Organic phosphorus compounds, such as dimethyl-2-methoxy-carbonyi-1-methylvinyi phosphate, 0.0-

diethyl-O-p-nitrophenylphosphorus thioate: N-monomethylamide of O.0-dimethyidithiophosphorylacetic

acid,
55 5. Diphenylsulfides, for example p-chiorobenzyt or p-chiorophenyl suifide and 2,4.4'-5-tetrachioridiphenyi-

sulfide; :

6. Diphenylsulfonates. for example p-chlorophenylbenzenesuifonate;

7. Mathylcabinols, for example, 4.4-dichloro-1-trichloromethylbenzhydrol;
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25 ! I ngr edi ent EP 0 153 127 B1 % wt .
25 Toxi cant - _ ' 25.0 Toxi cant

i mpur i tN-es 6.3 30 Duponal

WA Dry (wetter) 8. Quinoxaline compounds, such as methylquinoxaling dithiocarbonate;

30 Reax 45A (di g. cgngﬁgn)ch as N'-(4-chioro-O-tolyl) N,N-dimethylformamidine: 5 0 H Sj | [err] 233
(di | uent) . Pyrethroids such as Allethrin; 30.0 35 Kel zan

(t hi ckener) 11 Biologicals such as Bacillus thuringiensis prepargtiens

ter '
31.2 Preparafion'® ﬁ’é’"‘f W°E'8?¥Pdsi %‘C'bﬁgf('ﬁyfj@&%‘mhejd'?’ﬂ’é H Sil[err] car r| er The

Duponal [ err] andKB a 'C me om unﬁifoadd n,{l g

Y yithercuyey uamde;
bl e{]defl unti | h_?_ . (9: com ugds P ré ) | k?e % goxld Enan? ég c%t te(g cryrfzrﬁg
particie si ze. : % A&f ate  and = man-
Kel zan[err] addeg, Q%agn ns accor ng to Che present

i nvention may al . ' Q& .H bethQ%Po‘:o% ' LOLBRALAHinoJgRbsdhIBPRGHI-4-dinos 1 2-4-
spectrum of acti yiblol, 0% 9lqtﬁﬁo§ﬁﬁé-§5 bn@tfbcﬁ‘ﬂﬂatgah Qh%ﬁoaﬁtiaﬁﬁn&gz§}§@§5&Itlﬁén N-B&n-
fol l owing known pimesfihesriidbmiad, URGHidhloRRlethbibier SR BloSHfhids: O @ ¥ B 8 Set@hRorosthylthio)
sui tabl e for usetelrdhySophthaiPnidbd Nmeﬁﬁﬂroﬁéﬁﬂﬁib&étﬁﬁw NLd SIS iskifoh Hl@8midd! C bhdAStetrach-
1. Chlorinated hydiseppteibamme, for exanpl e,

2, 2-bi s(p-.chl orophenyl)-1,1, 1-trichl oroet hane and hexach-

| or oepoxyoct ahydr odi net hanonapht hal ene; 2. Carbanates, for exanple

N- net hyl - 1- napBielobigd ativibamat e; 50 3. Dinitrophenols, for exanple

2-nmet hyl - 4, 6-di ni trophenyl and (2-(2-butyl)-4,6-dinitrophenyl -3, 3-

di met hyl acr yP at e;!t s b@ncfeund by hlologish evalustios emayunatiorsthat Shecdomasunds according to the invention
di net I'li_( 2- et hygwegt&qdy(ﬁqu :gnqngl[emapqﬂen?ﬂ cop¥rliog Harrae  and) aguit forms of pests, especially the
di et hy¥ = O p- ni Meggmcingn Heeiep Reythes t\WYU@rﬂ‘ea"dl\ﬁ%We?Yé‘{ Hy pediogecopypounds of the present
0. 0- di net hyl di t“ﬁ? Rhﬁ%’?) IRYPY F‘é’&%??aé‘“a@i'?!"’°'§5°s'sta"'5"esb| Sﬁﬂ\e?Pyi"S (Polpragie Botatp Feetie and
exanpl e p- chl of'® 8 p-chl oro heny sulfide a

2,4,4' -b-tetfach ’bF‘f Hémestw?aﬁ ‘T°F ge CW‘WH&Wf é'lﬂ Fesipnese iyrngelRe ppfcgdures

hi heny! B&RZER bi nol f |
D dPoreY,! tfé.%%'ﬁ%foﬁwy?g momnalmse%' " b 0153127 B1 8.

QJI noxa'i ne conpounds, a thyI qui noxal i ne di k a g at e
Am di nes sugh as N-= c% dn ﬁ N, N- eh-rretay d 38 aRg
Pyr et hroi ds such Mexicas; Bean, Beetlsi ol ogi CMW

thuringiensis prepaudhie®nsArfyworm2. O gani 8pbiiBpeaPROERYdafssN as
tricyclohexyltin rFunSfm des such "EB""EB GE &a Y&

hydr.oxi de; rcur
conmpounds, for ex§>F/?gI1e ﬁﬁé‘l’r | mer cur yacet at e-ﬁﬁ&-ﬁ:@ﬂl&ﬁl &Eﬁﬂiﬁc&éﬁﬁéﬁém de;
14. Organicgtin conpounds, for exanple triphenyltin hydroxi de and
triphenyltinacetate; 15. Al kyl enebi sdithiocarbamates, for exanpl e,
Zi ncet hyI enebi st lﬁ tﬁ% é?lggﬁﬁqnéammgﬁaﬂ pa%r mtj_ n (ppm) was made by dissolving the test compound ina

U.

nol then water to give an acetone:methanol:water

gazogt Ey![ ?‘negl §Ct ‘ﬁ[‘ o é:F? arylp lyethera)cohol {sold under the trademark Triton® X-155)

b | ni t ﬁ nd a9 r§ ﬁs $|¥ Ig r 4‘3(50' :r ga%ma(tk T ngnG IB 1956) was utilized at the
-6 IS(h met hy? a lz‘ § utlg dc 20

1 Zeén { h?g;ﬂ??aﬁgﬂm o éoCQé’ @ry bé d:lutm the 600 m test solution with water and surfactant to

atl 5, all compagun re toSt d at each of

| or onet hyl t hi O@!Qt Ardi %r@@ntraﬂo% tsfaieg Boﬁﬁﬁchﬁ E&?«bé?n rﬁﬁ:ﬁ@bﬂjb ?1@3 etested are

N-(1, 1,2, 2-t et hagkddr @h hodobrdb botaifedl ih 3N QEHARd @n gem g assay. Test concentratnons of a
N- di chi or of | ‘o awpaLAae Sieted\astheB Yrost ketyio b ladtiats Hodera3pb ik AN ShRticaIBtolnBduhd Elhard
15 | or oi sophg baicnt festiidséut.

For the Mexican Bean Beetle and Southern Armyworm test, lima bedn (Phaseolus lmensns var. Woods'
Prolific) seedlings in 3-inch pots were sprayed to runoff with the test solutions using a DeVilbiss atomizer at
20 psig. When dry, each plant was placed in a plastic box (7.5" long x 5.256" wide x 3.75" deep). Each box -
was then infested with 10 third instar larvae of either the Mexican Bean Beetle or the Southern Armyworm.
The box was then sealed with a lid equipped with screened ventilation holes.

For the Boli Weevil, cotton (Gossyplum hirsutum var. Acala) seedlings are treated in like manner. Ten
young adult Boll Weevils are placed in each plastic box contammg the treated plant that has been allowed
to dry. The boxes are then sealed as noted above.

All treatments are maintained under continuous fluorescent light at 80 t5° F on open shelves for the
course of the exposure period. Plants are watered as needed and replaced with untreated plants if they
have been totally consumed as would be the case with ineffective treatments or unireated checks or

50
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Bi ol ogi cal Activity 20 I't has lereo16pwavdeDY bi ol ogical evaluation

exam nation that the conpounds according to the invention have pesti ci dal
activity and are capable of controlling | arvae and adult fornms of pests,
especi al | yontiRis- Mexi can Bean Beetle, Southern Arnyworm and Boll Wevils. In
addi tion, cotpdardaitesftreptment,ihesesrent modslityi irdeleeminedf for redchatesst Sreciag anth sbray
pyr et hr oi goncerdrignafte falowing tablec{akie; i gives dhsl maerigliy dmte reppripdBisarelcentageckieibatstad | .
25 | n SeF GRNCPatoR s reprrsentativecempenegs fitheypregent inMentietonpounds of this
inventidn, the followi ng test procedures were enployed. Eval uations were
made on the follow ng insects: Co L '

Latin Name Mexican Bean Beetlgiological Evaluatidwil achna varivestis
Sout hern Ar mywor m ——mei dani a Bol |l Weuvi l
Ant honqg‘us grandi s -grandis 35 A t.ost gask ect 2-Ri-Ag—B600—part-s—~per
mllion (ppm was nmade lwesthicfp! vi ng t hesdwHerynpound in a sol vent

et one: MBS wat /PSP AR 0 10: AP ¢ ur BOpL eevl® 2

al kyl aryl polnat her al oohspm (<) S ppmier38 hppm r bk ppk Trid®rppmr | 1X-pp8) 40
and a mnpditied phthalic glycerol alkyl resin (sold under the trademark
Triton[err] B-1956) was utilized at.the equival ent of 1 ounce per 100 gal.
of test sol ®ion as d®urfactant® Anal¥us sol@lions artO%ade b}%@erialiy
concent rat s of 150,558, “10. 475, "0, £, 15, " 0. 036, gom Mot gl
conpourrds #® tested 0 cach ofl@he setlfal _cb}l@gntréti o?’n@gstat edsgbove. '
Partiﬁg/l ar epncentratjgms of a g@rti cul a2 conppomd t est etio@r e 451p0edi cat ed
upon sponses obtained in a less defipite ranggsfinding say. Tggt
concentrati%hs of a co?ﬂJound aré sel ec é\% as tﬁ%%e nost I?ﬁely toEa

di ffer(ra?gti ajz dose response ofl@dpartit@@ar cond®dund t owk®@ a par®Pcul ar
test irdect, . For the i can Bg@@ Beet and Sogig hern Aryggormtegh, |ina
bean (Phas QJ?us i msn& var. ods’ rg?i fic) seedlings_iLn 3-i mih pot s
were sprayEtdto runofi0@ith thk0@est sbP@tions 8&ing a DI bi ssi8Poni zer

at 5020 ig. Wien gy, each ant was-pl acedzgn a pl agppc box168.5" long |-

x 5.25" wi'de x 3.75" deep). Each box was ghen |pfested w 10 thQiRd instar
| arvae °0f B24her the M&ican Bt8H Beet1@00r thtgéout h_er\rllmlhprryv\or E]bbThe box
was then spgied with a.lid equipped wi 1boscreebed ventil &0Don hoR8$. For
the Boll Weevil, cotton (Gossyg{1| m hi rsutum V%OOAcaI a) seedlingggare '
treated i t$3ke mannerT"Ten yo @ adul t Bol | evils are placed in gach

pl asti gsboxggont ai ni ng-&he tredded pl ant-t hat kB8 been al Fowed to~dry. The
boxes are i?gn seal ed as noted agove. fﬁ)b treajggnts arej@ai ntai n@gd under
conti nuous uor escent Ti ght a? O [err] on open shelves_far the urse of
the exposut@éperi od. Prants ar @0fat er ed=as needf8 and reﬂpgced W t
untreated plants if they have been totally consunmed as woul d be the case
withneffective treatments or untreated checks or 77 EP 0 153 127 Bi
controt’s. S Notdesipd atihe gpteq poseanii®A?- the percent nortality is deternined for
each test sHEbe Feximyp 8 %f%“‘lf‘o?f@@ﬂiyraﬁ"leﬁ V3 PRePPmy P90 iied o teligh il (e [Spihern )
gi ves the Wi 355aY ¥ASrepealsd Oiviag the Les @ﬁ&%ﬁ@,@%ﬁ%ﬁ& I 24 31kPest at ed
concent r at | DASFEFIMEFPREAIIA 3PPIPd 28T 0 BRI &I sFicEd L

TABLE 14 Bi ol ogi cal Eval uation

°B’°r‘§“sent i nvention. 5

Claims

so 1. A compound of the formula
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Test Insect 10 Mexican t hern Exanpl e Bean

Beet |l e Ar mywor m EP 0153 12§% Bol | Weevil No. 10
ppm 2.5 ppm 38 ppm 10 PPm 38 ppm 10 ppm 16 2 100 -

70 controt$.00 100 100 100 16 60
40 Six dE§3 after treatment, thb percent mortality G§ determined for 89&)! ?egt specﬁ@ and spray

100  concentration. Ik following tabld Qldble 1) gives thd Gdrtality data reported 188 (hercentage killed agﬁ 77
100  stated concent@@bn for representativp esridounds of the pidEent invention. 00 - 100 84
90 s 80 100 90 ' 90 20 92

-- 100 100 TABLE 2Q 100 90 25 105
100 100 0 X 9 100 100 114
100 100 Biological EBvgluation - 300 100 123
100 0 80 - - ___Test) Insect 100 100 30
124 100 : 100 100 100
100 141 - Mexican JooSoutntdd oo 100

100 Example)) 143PBean Beetle .- Armyworm 100 Boll Weevil 100
- 100 35 m 2.5 ppm 38 ppm 10 ppa 38 ppm -10 ppm 100
[ Moo P20 tbm e 100 T o PBR g0
100 100 186 -- 100 -- 100
100 2 90 agwt testedpat thaostatedilodncentrati@h. b Theédnaxi num
concentrgtion origipally app%éed vvasg%. 5 ppm %nd fail epodo elicyp kill. The
Sout herr} Ar mywor m asSsay was peated”gi ving the result's shown and again :

gave, 0%66 | | at 2.30@pm c The maxi A@ concd®r ation R ied wa802. 5 ppm
and-eli ?-;t ed 100%i<(%6l. 45 Chgi ms 5012 A cqggound of jdg fornipg 55 78 "x'
EP 0153 127 81 controls. Six days after treatnent, the percent ErDrtaIity

is dete®h ned for e¥h test 8Peci esif®¥d spraponcentradon. The%f ol | owi ng
table (g3ble I1) gives the ppotalityodata repeor-ted as yo0 cent ageokilled at |

| nvent 08 5 TABLELGY B ol obPRal EvabBati on %9%2?"?‘222(;%05%3“&5#@%“ -
8

Sout heri 4 100 . 100 100 100 100 Exanpl e
Egagdoﬁﬁeiz.l g ppm S!Bo?me 10A[§)pmWor m3§-gom 1ggqpm 15Boiéo veeviiobo.
124 100 100 100 10 100 100
141 - 100 100 1100 100 100
143 - 100 - 100 - 100
s 149 - 100 - 100 - --c
152 - 100 100 100 ~ 100 100
186 - 100 - 100 100 90

s a Not tested at the stated concentration. :
b The maximum concentration originally applied was 2.5 ppm and failed to elicit kill. The Southern
Armywarm assay was repeated giving the results shown and again gave 0% kil at 2.5 ppm.
¢ The maximum concentration applied was 2.5 ppm and elicited 100% kill.
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15 2 1 100 ' 70 100

100 1; 60 4oEP°‘53]‘g9550 “ l 100
90 20° 66 100 w0 aolllll IIIIII IIHII&I ll III

100 80 77 100

100 100 100 84 Z 90 100
90 90 20 92 - - 100 100
20 100 90 105 00 100

100 s 90 100 =5 g B 25 114

100 100 100 80 ~N-C-N 100 100 123
100 80 .- a-C=NO" Ny 100 100 30
124 : 100 100 - [err] [err] 100
100 - 30 141 -- 100 100
100 10 wh&l8in 100 143 -- 100

- - 100 4 is aryk: 100 35 149 - -

100 --B 100 aryt; - -

35 152 U -- is 0, S or NLEO 100 100 100
100 186 s v -- is hydrogen, #63@;)cycioalkyl, aryl or R*-Q; 100

100 90vY40 a Not tiemwedCats) btruhtdr alasthed chaib @ndubsiituted dr substifutsel alkRXAryiLIM
concentration originally apphigeds g heforpwa and failed to elicit kill. The
Sout hern Arnmywor m assay -was repeated giving the results shown and again
gave 0%Kkill at 2.5 ppm c¢ The maxi mum concentrati on applied was 2.% ppm
and elicitged 100%kill. 45 Cairms 50 1. A conpound of the formla Sé -¢ EP
0 153 127 Bl [ERR] 70 10 wherein A ‘ is aryl; B

is awyl; U i sO, Sor N- 15 \% i's hydr ogen
[err]'cycl oal kyl, aryl or [e‘Y'}e]e"'Qﬁ S or N-G; ower [err]_straig

or brjanched chai & unsubst i ti&M¥&Epgen ((Z?db)§t"i'ctal‘}t"e§ﬂy'a‘lf§<ﬁ p'°<’ﬁ'F’§H‘ha Whenf '@F‘%ﬂﬁ?e" Y
havirg thesformula [ERR] wHdre Xis 0. Sor NQ Z i's

hydrdgen, [err]cycloalkyl, aryl or [err]-Q provided that when Z is
hydrdgen, Y is x -GG 30 and provided that Z is not nethyl when Y"is
nmet hxj,-; Q i s hydrogen, hal ogen, cyano, nitro, [err] [ERR]C_(;.

30 '
and provided that Z is not methyl when Y is methyl;

Q is hydrogen, halogen, cyano, nitro, OR', R*OR!, CO2R', OR*OR’, CR'R2R3,
CONR'R2, NR'R?, NR'COR2?, N(COR')COR?, CSR!, SR', SOR', SO:R’,
NR'SOR2, R*SR', OR* SR', SR*SR’, SNHSR!, SNHSO:R', CONHSR'. OCOR?,
35 R', C(=NR")R2, COR!, N3, OSO2R', NR'SO2R?, NR'CSR?, alkeny!
(CR! =CR2R?), alkynyl (C=CR’), or arytl;

40
45
50
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[err], or aryl; 40 45 50 55 79 EP OFS8 127188 127 Bl [err] and [err] are,
|ndepéhﬂently, hydr ogen, halogen cyano, nitro, hydroxy, an al koxy group
(OR) havi n to four car bon atoms an am no group (NH2) an aI kyI am no
group (NHR) h‘g\ﬁ“ﬂﬁ up '"‘iﬁpi"de iéUPP%ﬁ"o’??E’ge"aCVG I"'I’(r héi?FP’H

havi ng, |ndependently(

FeEon ata%ﬁ%a (i °uva
car boxy group 5 havmg up to snx car on ﬁdla Y ( COZR)
each al yl B\ gpg
rb n at
Y

[ERR] 35 | | [ERR] al kenyl [err], al kynyl’

havipg up to six car R) having

Y| a"l()%tﬁ up havm
up td six carbon at o 7 noy car bon
atons, a carboxam de g ch ,QQ i ly, up
to six carbon atons iR | UP&o%FxBEarbéh Héths in Q&WQM 1 hoMtyIE QP ( H2,
OCONHR or  OCONR2) haV 'bﬂ'goylok)n fd, BCoNIR - QOBNR,) having, independently, up to SI X
carbgn atoms in each gk Iaa&bonrmun@tuveac@au@wn&&ydarsukhyam aSltibyl Bbp GIORY Raving SOR)
having 70 up to siXx Gaih@ta®bdfBms, asibhyi GO (-0, R HAvikg upEE B} cdtv iaB@s,4p t O

si x carbon atons, a suglifofdladréupdOBORR) haidgAd ) sbhcition gtomp, ah Qikyithi gdag 8RN at ons,
an al kyl thi o group ( SRavirgaitdsik dafboh Slorhs, ¥ s@fafidatde (SOMNME, SCANER bif SDIRRI)de
(SO2NH2, SO02NHR or SOBMNMRZ)indeparidangly. up dishpearbde atbiny in cagh dikgl rediety, esnidn at ons i n
eachsal kyl noi ety, angeap (NRCOB) having, independently, up to six carborgatamspn ¢aRIREIGR) havi ng, -
i ndependent |y, up to sicetycardiwgiuiatamide (NRS@RLaviad. lngependently, up to sixicgrberpi et y, an
al kyl sul f onani de [ er r ptomaini eaeh, alkyokighs ael liwithigcarbapy! greum(icﬁﬂ)cmvlm 2soNs i n

each al kyl noiety, ncabmwm@am emgreurdNRY AR haviom) inden \¥P tq B¢ agrben car bon
atons, a thioanido gré@g[ NREDSHEY RRIRHY. a'kyi‘ﬁbl@@ ﬁ%i Pﬁ) hat{! "699§P‘3?"'('}’ar bon

atorfg_j n each al kyl 39“33';9?!‘%1 P 835D elY ARiete RAGPR) having, '
i ndependently, up to %ﬁ"EVOHP‘QtSBﬁ%'b?"r?t@&dﬁeaé 31"“ nsubtityiedion o gr oup .

(N(COR) COR)  havi ng, e tff“%ﬁaﬁawaafﬁmﬂ che lopvey (G- )k K6 ?ﬁf%@"‘vr ¥ each |
al kyl moiety, an unsuB%fituted or substituted straight or branched chain
Iovveg [err]al kyl, [err]cyclo al kyl or aryl; [ERR] 30

30 é is [err]cycloal kyl, aryl or [err]- Q and 35

35 4Q_45 50 55 80  EP 0 153 127 Bl {

30

G is (Ca-Cs)cycloalkyl, aryl or R*-Q; and

35

45
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n 1 Is an integer fromO to 10; where, when substituted, the
substj tuent on the alkyl npiety can BR0dRR 1% Bhore of the sane or different
hydr.oxy, hal ogen, cyano, nitro, or an al koxy group (OR) having up to four
car bon atoms, an am no gr ou%)%‘mtr Hoan aldéyl am no group (NHR) 5

having up to si X' car bon at § wherb, wi en su stlt %st rountr(eNle)moueq can%é ne or more of

I ndependently, up to six ¢ Xyan tr to\/a ék '5 ¥rJ" Oup
(CO2H), a carbal koxy group @r\éw 'f

(NHR)
al kyl carbgnyl group (COR) fﬂi\XAgﬂBt&% éa%oﬁhtém&%‘& Rﬂarﬁﬁ@grﬁvp (ﬁﬁ‘z rlﬁ&éE dhtly,
group (OCOR) having up tO $p¥o shkialdOMatthdBach Ak MoldQ X AEatdRy GbPLBOMHEN,
CONHR or CONRZ2,) havi ng 10 carbalkoxy group (CO2R) having up tol SNAISHY, hrVaIkyH:Brb&r@l drou
carbon atons in each al kyl @@rR)@hvhg up tCsi dARBP b ¥in Fkatdifoxy GGINGZORIRENIR o1
OCONR2) havi ng, i ndependentsixy¢arbéhatdn®, 5éaboraiideqjioud {CONH, ) CONHRCH CONRY,) hatify et v,
a sulfhydril, a sulfinyl glinegenientBOR) tolsi\carbgh atiginstiDeash wkyt b1y 2 @itbamBylox@.group
sul fonyl group (-SO2R) havi(@EONH, QGONHRor OSONBY) havingsdependenill fupna@siecagion etpms
[err] having up to six car lrosctatiyhwoietara safhigril atsilinybgroud-SOBR)avingup e gixgpbdno
six 15 atopa,rapgifenyliorne (-SCeR3 baving tratgisi carb @GR a sullaRIIdRUD r
S2NR2) havi ng, indepen- déREP3R) hayingp tosincadar Hesms. at dihie grow:(ER) havingup to six
moi ety, atf am do group (N N 3o hyplonamige Ratlda BPaNHA g5 SPNRs) havipg, frigenen-
atons in each al kyl noi ety demi uUR|'%sp @hor af°6ﬁéﬂﬂaﬂéa“g 'P?']’ty W&\?F’H’ group (NRCOR)

i ndependently, up to si x c AP nndsp ""?’ri‘pé‘%;ﬁt‘i’h“aﬁzlo "‘V' iety, an alkylsul-

al kyl t hi ocar bonyl group ( mig} %\(H a“f’@ 'agep ORpin each alkyl

t hi oani do, group ( NRCSR) ha\ZI rﬁ

each al kyfo noi ety, an al kylrgggfd%ﬁmu %Eﬁ%%%é é ty gp%aggn%{oﬂ"s&e&gto

si x\carbon atons in each al’ achg | Bk By yf;;%) avl?\tj‘

i ndepen- dently, up to S'derﬁuo & QRn LImER Ebhaa oi breafn%ryl %pa%e?eré'
group, where Ris an alk aganﬁwsrow tht tePhuAloBiChs BbER Gl angar bon at ons;
and PS5 5 wherwe@r.@p@w opilo‘ﬁal edilied MM 1-DQBLkntS WWaGIehdektiye d

Wi thy 1-5 substituents i ndepgislewdm W; mabsee dptohmpsdbbtittaiihhy? subiRioht®nddpbi
sybstituted with 1-7 subst idbaugBhdSen fRAHENEDS méletdtdd heteldOBR RodtdimmY Uh/to 2niffogen -
me€nbered het erocycl e cont aiapnegpli2 6x9geh aRivis/ PAED sultireEtins abiDug 16 4 Auddeay CHEion
atons, up to 2 sul fur at onstomscpilnpallySubbtitatad withan-4 substihents atiepeadentyxihosamiadnh W;
substitut®d with 1-4 subst iot 11@ mesbererichepmaybiErrohtginicdpse A nifrogematdins,39 to 2 oxygen
or a 6 nmenbered het erocycl etomanpid 2isufy atomstaed BS mictepregioen aorompliongly substited
oxygen atoms, up to 2 sul fth &t‘é‘l’Pﬁﬂteﬁﬂﬁ indegpneantly easenam NGV aﬂ\amnwmoam |y
substituted with 1-4 subst & f&hfs CONBEH e‘Fﬁie‘rﬁRfc'i ERE8e R 5 N RIAPPE'. SO=R'.
hal ogen, cyano, nitro, [ERE”E ﬂ 22 SFs, CF3, O OCF;H, SCF;, OCF2Br, SCF;Br, [S&qul or
[err]; an¥ agrononically a éﬂ‘ﬂ SO:8%0r NCQMIGOBGT . 2. A conpound -accor di ng
to claimi1 V\/nerel n A B U¥ Agrqppmigglly agcpptablesalis fiergol. o o as def i ned in cl al m

1 d 40 f I 5
or anN- Q and 2z, A c?"%mﬁndaa cco%"??l{gf%"r%\r/‘i“égre‘"gngLgF/nauFﬁsR EJE‘S{%} t ut 8&“‘?" v de?netd Ut ed

aryl or [grr]- a %g)wpém‘aﬁ‘glfgraqu@ccept able salts thereof. 50 3 A

conpeund accordl ng toclarm eiln R [err] and [err], G Qand n are as
defined in claim?2 and A is unsubstituted or substltut}gd phenyl; B is
unsubstituted or substituted phenyl; _ é

45
where X is 0, S or N-Q; and
Z  is hydrogen, (C3-Ce)cycloatkyl, unsubstituted or substituted ary! cr iR*-Q;
and agronomically acceptable salts thereof.

50 3. A compound accordlng to claim 2 wherein R, R', RZ, R? and R*, G Q and n are as defined in claim 2

and
A is ungubstituted or substituted phenyl;
B is unsubstituted or substituted phenyl;
U isOorS: '
§5 Vv is hydrogen, (C3-Cs)cycloatkyl, unsubstituted or substituted phenyl or R*-Q;

[
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U isQorS; 55 i's hydr cycl oal kyl, unsubstituted or '
: 65%‘3(?15%%9(#41 .

substituted phenyl or [err] Q 53 127 B1 Y is a group havin
the {ornula [ERR] where Xis 0 or S; and Z i's hydrogen, [err]cycloal kyl

unsubstit ut gd qgaggwﬁdvﬁ,br;hg%,mgnyl or R4-Q and agronomically acceptable
salts thereof. 10

10 4. A conpound according to claim3 wherein A, U, . Z 0. RJerr], G and
n are as defined in claim3 and B is substituted phenyl; and V is

hydr agen, unsubstituted or substituted phenyl or [eT$36Q 15 :
and agronom cally acceptable salts thereof. 5. A conmpound according to
clai m 4 wher ei Nyldre Xfis drshinal €], G and n are as defined in claim4 and A

i's unsubsti tzut eg hﬁfroggp Sibaliyt ﬁﬁéu&ﬁtutdd: SrlRsstituled pRedyiRRNG] ; 20 B
i s nonosubst i t ufndGAg@io abMisae teheny| ;
20 Vo is hydrogen or -Q and zZ i's hydrogen, unsubstituted or ’

substitat edcdalmwaccomngwcr@r 3ancein@dr BNVORI & &, RY RACE ARt bhdn Zabs defiteddr eof . 25
6. A conpaigm3aerording to claim5 whereinV, Z, Q R [err], Gand n are
as defined ien cikasbstitdted ghenykradd A i s monosubstituted phenyl; B is
nmonosubst i t Wt edis pyrieeggh, undubstituted oGrubstitited3®enyl or R*-Q; y is [ERR 35

35 ardd agronom analabtynm@&mcamae|e§d1sﬁ®fephereof 7. A conpound according to
claim6 wherein A i s monosubstituted h1en¥ ,Were the substituent is

f | uor o, Schh eampoungragtersingtte Fiaim dapeRiB Un Q. R R4 B i /') @arignist #giefed in claim 4

di fl uorone%"ﬁox or nethyl: B IS rmnosubstrtut d phenyl V\/nere t he
substjtuent 4 s ’FP‘EﬁHP%‘“‘GEHT’B?’Hs”bBP‘B r disylsttytad, thyl. trifluoronethoxy, :
di fI uor onret rﬂ)x is dﬁ‘?s U Q%"Hoxy, car b0| sopropoxy, methylthio or
net hyt sul f oyl ; '°93 t rsubsmut o 'r%r ygrogen, lower [err] straight
or branched char s Lits S §1 Pu aI kyl, lower [err]alkoxy,
lower [err]al kyriI aPTO spuabst I % uted or substr t ut ed aryl sul fenyl, [ERR]

wher @s Xgi Sy I5SwhBrSin ¥e% |V RURY, Rz, e 844N Bnd FHE R efided Wetiaim 5 :
[err]al kyI Qong?%ngl E&fhr{g\/\%é%"grsn htg'%'g substi tuent or thne al kyl rlrgr et ya'Ts | ower,

[err]al koxy Al OWoanﬁﬁs'hfLﬁh kivdnptul f enyl, 55 unsubstituted or
substi t ut ed ghegwonsslibamnish phdnpver [err] car boal koxy, cyano or |ower [err]
al kyl het er oaJ kyi0: and ,

30 Y s

R

-C=G :
35
and agronomically acceptable salts thereof.

7. A compound according to claim 6 wherein
A is monosubstituted phenyl where the substituent is fluoro, chlore, bromo, trifluoromethyl,
o trifluoromethoxy, difluoromethoxy or methyl;
8 is monosubstituted phenyl where the substituent is fiuoro, chioro, bromo, trifluoromethyt,
trifluoromethoxy, difluoromethoxy, carbomethoxy, carboethoxy, carboisopropoxy, methylthio or

methylsulfonyi;
: U isO; ' ‘
d Vv is hydrogen, lower (C1-Cs) straight or branched chain unsubstituted or substituted alkyl, lower

(C1-Cs)alkoxy, lower (C1-Cs)alkylsulfenyl, unsubstituted or substituted arylsulfenyl,

50 : . C=R

where Xis O or S and R! is as defined in claim 8, cyano, lower (C,-Cs )alkylheteroalkyl,
wherein the substituent or the alkyl moiety is lower {C1-Cs)alkoxy, lower (C1-Ca)alkylsulfenyl,
unsubstituted or substituted phenylsulfenyl, lower (Ci-Ci)carboalkoxy, cyano or lower (Ci-Ca)-
alkylheteroalkyl;

55
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82 ER 0153127 B1 Y is [ERR] Z i | ower [err]al kyl, or
unsubst%t uted or substituted phenyl; aﬁﬁr&é%q?.‘;aﬁuydroxy, | oner [err]al kyl,
| owey_[err]-al koxy, |ower [err]alkylam no, |lower dial- kylamno having
i ndependently one ¥o fipur carbon atons in each alkyl noiety, or phenyl. 10
and agronom cally acceptable salts thereof. 8. A conmpound according to

claim7 wherein A is 4-chlorophenyl, 4-bronophenyl, Fo)
4-trifluoronethyl phenyl, 4-trifluoromethoxyphenyl or 4- i
di f | uor onet koxyphenyl ; 15 B is 4-chlorophenyl, 4- 'b‘?'o%"ophenyl

4- car bonet hoxyphenyl , 4-car boet hoxyphenyl, 4-car- b0|sopropoxyphenyl

4-di f | uor onet hoxypheny@l hvdmetnrlp\fdrm)rcl;mvlmnngmw;eb or skbstituted phenyb et hy| -

phenyl , 4-met hyl t h§oplirgloxyelower(GreGdajyls latvér deryGaprblleany. lowetUCi-Ci Jalky@ming, lower gial-

hydrogen, nethyl, nét ky#msieg Hauingindepondantly oopiadayy tasheh tlemy In, eagheaityomaiath ossheny!.

acetyl, 20 ™ at‘cfilgfq"HB‘P‘l‘.‘}aé@?Wb'e fbytherector et hoxal yl; Y is 025

-GG Z is h dro nmet h heny 4- chl orophenyl

4-trifluoronmethy ﬁ Pda°&°’ Q‘PI‘:‘G‘B‘r oHsteiD

4-trifluorothionet anr‘hw&m%ﬂ%{ﬁwvﬁwmwwf"f'"°'°'“°‘h°*vphe">" or 4-
yiso

4-di f | uor oby.onot hi ﬁ‘g’ h
ofophienyl, 4 eyi4~.croehox 4-ca % henl4-
methyl, et hyl %OX¥OI o% yptenyl, 4 ?'cﬁﬁ&r I’r'ne x?1 “blg 4@1? rXﬁ ethoéag Vﬁﬁ?ﬂlumrg%ﬂ y
accept abl e sal ts ther% Rl £me “glg {13“?& erarnt
A i's 4-chl orophgnylsg é 'S oro isO V i s hydrogen,
Y ~is 400 Z- s '?gaﬁybr}f gon, G, g\ethylsﬁﬂ% Inmgﬁ%én Iéﬁl’fen@l. carbohnBthoxy, acetyl,
4-chl or ophepyl . B hrifudtodeS1AbARNE ﬂ'ﬁéhoxalfra d" 50 \ I'S
hydr ogen, Y is Y 5% Z I's nethyl, and G is ethoxy: or 83
— o ]
0
' ]
25 ~C~G;

Z is hydrogen, methyl, phenyl, 4-chiorophenyl, 4-trifluoromethyiphenyi, 4-trifluoromethoxyphenyl,

~ 4-trifluorothiomethoxyphenyl, 4-difluoromethoxyphenyt or 4-difluorobromothiomethoxyphenyt;
30 and
G is hydroxy, methyl, ethyl, methoxy, ethoxy, dimethylamino or phenyt;
and agronomically acceptable salts thereof.
9. A comp0und according to claim 8 wherein
35 A is 4-chlorophenyt,
B is 4-chlorophenyl,
U is O,
Vv is hydrogen,
Y is
. 40
- o
—g-G v
: Z is methy!, and
a5 .
G is methoxy; or
A is 4-chlorophenyl,
B is 4-chlorophenyl,
u is O,
s0 Vv 3s hydrogen,
Y is
?
-C-G,
55
Z is methyl, and
G is ethoxy: or
—

O



EP 0 153 127 81 A i's 4-chl orogdpegysz 13 g1 | S 4-chlorophenyl, U I SO,

I s hydrogen, 5 Y S B

5 [ERB 10 Z  is methyl, and G i s di methylamno; or A S

4- chl or ophenw , B 4-chiotophetyichl or ophenyl, 15 . U is 0, V i's

car bonmet hoxy B Y is 4-dhiorophed(@,

20 Z . is mXhylisOand G I s met hoxy; or 25 A IS

4- chl or ophenyl , - B hydroges. 4- chl or ophenyl, U is O V is acetyl,. Y is
30 [ERR] Z Y isismethyl, and G~ s nethoxy, or A ‘is 4-chl orophenyl, B
l.s 4-chl orophenyl, U Is O V Is trifluoroacetyl. Y iIs 0 45 Z

is methyl, and G I s nmethoxy; or A I s 4-chl orophgnyl, B S

4- cht or ophenyl, U isO V is fornyl, Y is [1 G34

- 10 .
is methyl, and
is dimethylamino; or
is-4-chlorophenyl,
is 4-chlorophenyl,
is 0, .
“is carbomethoxy,
is

15 .

X< CTPON

20 S ' : .

is methyl, and
" is methoxy; or
is 4-chiorophenyt,
is 4-chlorophenyl, .
- is 0, '
is acetyl,.
TS )

25

<< CWPON

30
0
L,

" is methyl, and
is methoxy; or
is 4-chlorophenyl,
is 4-chiorophenyl,
is O, '
is trifluoroacetyl,
is |

35

<<Ccwm>oON

0
e,

is methyl, and

is methoxy; or

is 4-chlorophenyl,
is 4-chlorophenyl,
is O,

is formyl,

is

8
<<cw>PON

55 0
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EP 01%127 Bl Z is methyl, and G Elpdgsar%@,xy; or A IS
yr, o U

4- chl drophenyl, B I s 4-chl orophen is O V S
met hgxyal yl, Y is O [ERR] Z is methyl, and G - is nmethoxy; or 15
A I s 4-chl or oghenydmetft, and i S 4- br onophenyl , U isO V i s hydrogen,
Y s 20 [ ERR] &25 is methoxy; &r is methyl, and G i s nmet hoxy; or A S
4-chl orophenyl, B  is4schrdplignl]l uor onet hyl phenyl, U isO, 30 Vv
is hydrogen, Y B i s is4RicfoptinylZ is methyl, and G i s met hoxy; or A
is 4-triflaoronethyl ghanyl, B is 4-trifluoraonethyl phenyl, U isO V
is hydrogen, Y V isisqestoRRE], Z is methyl, and 50 G is
nmet hoxy; or A Yi s 4 chl orophenyl, B I's 4-trifluoromethoxyphenyl, U
is O V i s hydrogen, 85 :
0
10 i
-C-G,
z is methyl, and
G is methoxy; or
5 A is 4-chlorophenyl,
B is 4-bromophenyl,
U isO,
A is hydrogen,
Y is
20
o g
"C-G,
% Z  ismethyl, and
j G is methoxy; or
A is 4-chloropheny!,
— 8 is 4-trifiuoromethylphenyi,
U is O,
30 V s hydrogen,
Y is
1
35 —é-G,
z is methyl, and
G is methoxy; or
A is 4-trifluoromethyiphenyl,
— “ B is 4-trifluoromethyiphenyi,
u is O,
Vv is hydrogen,
Y is
45 o o
50 2 is methyl, and
G is methoxy; or
A is 4-chlorophenyl,
B is 4-trifluoromethoxyphenyl,
U is O,
v is hydrogen,

55

R O ) A




EP O 153 127 B1 Y is [ERR] Z [ and G i s methoxy; or A
i's 4-bronophenyl, to B i SEPAPSI%%P}@O

70 U
met hoxy;

ronethylphenyl
isO V i s hydrogen, Y is [ERR] Z is rrethyl and G is
and wagragom cally acceptable salts thereof. 10. A corrpound

according to claim1 wherein A, B, U V, Q R [err] and n are as defined
inclaiml and 25

25 Y i

s lower [err] straight or branched chain unsué%tltuted or

substi®uted al kyl or unsubstituted or substituted aryic~@mnd z is
[err]cycloal kyl, unsubstituted or substituted aryl or R4-Q provided that Z
i's not hydrogén amsuoheffiyliapdnot nethyl'mhen Y is nethyl; and agronomcally
accept abl e safits isetheyfor 30 11. A conpound according to claim10 wherein

Vv, Y, Z
unsubstd
phenyl ;

Q RA [éeffprogaehenylare as defined in claim10 and A is
t ut edB or is friyiffpqremethylpheitienyl ; B - is unsubstituted or substituted
and W $Q O or.S; and agrononlcally acceptabl e salts thereof. 12.

A conpound ad%ord?ﬁ@“pﬂ‘claln1ll wherein U. Y. 0, R [err] and n are as

defi ned

i'n clhimd1 and 40 A is substituted phenyl; B IS

substi futed phenyl; V IS unsubstituted or substituted phenyl or R4-Q

and Z:

i's unsubstltuted or substituted phenyl or [eK}] Q provided that Z

is not hydrogen and Z is not nethyl when Y is nethyln4gqg agronom cal |y
acceptabl e salts thereof. 13. A conmpound according to cldim 12 wherein U.

Y. Z. R [err and n are as defined in claim12 and A i s nmonosubsti tuted
or disybstit HreH FmdB i's nmonosubstituted or disubstituted phenyl;

and V- is h drd Wh g &% %% % onlcally acceptable salts

t hereof . 14. A cdMPBURE™ 8@' FPRge e m@% 13 wherein V, Y. Q R [err] and.

s monos 1(36&\ fd—f?o “d‘p acﬁ(lrgl{‘ﬂ% %§|m55wherem ﬁ%d A vV, Q, Fl'R'$ lﬂnﬁboﬁugn% a’n;euats%gfingc? I%D:)é!l‘ﬂ B

i S. nonosubs

25

30

35

50
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is lower (C1-Cg) straight or branched chain unsubstituted or substltuted alkyl or unsubstituted or
substituted aryl; and

z is (Ca2-Cs)cycloalkyl, unsubstituted or substituted aryl or R*-Q provided that Z is not hydrogen
and Z is not methyl when Y is msthyl;
and agronomically acceptable salts thereof.

11. A compound according to claim 10 wherein V Y. Z, Q, R, A", RZ, R3, R* and n are as defined in claim
10 and
A is unsubstituted or substituted phenyt;
B is unsubstituted or substituted phenyl; and
U isOor§S; -
and agronomically acceptable salts thereof.

12. A compound according to claim 11 wherein U, Y, Q, R, R', R?, R, R* and n are as defined in claim 11

and
A is substituted phenyl;
B is substituted phenyl;
-V is unsubstituted or substituted phenyl or R*-Q; and
Z is unsubstituted or substituted phenyl or R*-Q. provided that Z is not hydrogen and Z is not

methyl when Y is methyt;
and agronomlcally acceptable salts thereof.

13. A compound accordmg to claim 12 wherein U Y, Z, Q R, R, R2, R3 R* and n are as defined in cla|m
12 and :
A is monosubstitited or disubstituted phenyt;
B is monosubstituted or disubstituted phenyl; and
V  is hydrogen or R*-Q;
and agronomically acceptable salts thereof.

14. A compound according to claim-13 wherein V, Y, Q. R, R', R2, R3, R* and n are as defined in claim 13
and
A is monosubstituted phenyl;
B8 is monosubstituted phenyl;
U is O; and

—_—
—
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U ®is O and 86 EP 0 153 127 s unsubstituted or |
nonosubstit ut ed phenyl or R4-Q prg\%‘géﬁi 12?;1 Z is not hydrogen and Z is
not hyl when y is nmethyl; and agronomically acceptable salts thereof. 5

15. A conpound zacCiousbiisied oGhabsibifbtobtRErRI & FLo, (bid3d e i hot Rftflogen ez 85
defihed in clai m lgbt méthyl whénsy iRe@gubst i t ut ed phenyl where the substituent

is fluoro, chl oro,andageRemidaliy sctegfabie Bak sleot. t ri f | uor onet hoxy,

di fl uoronet hoxy or nmethyl; B i s nmonosubstituted phenyl where the

subst i t usens.i Acdmpodw accoaiin & daim b4 wivsesin ©,14, Rl BIORY MEIHA\ahd n 4ré bsf detre GroBid 0K Y,

di fl uor onet hoxy, ciambmseistitatad/pheayh wine thd eubgtituentis wios dre oy, triflawrdetihvi.hi 0 or
10 et tifjuommbthomydifluoromethoxy or meti:ogen, | ower [err] straight or
branched chai n Bunsieimonasyhstiteted rhenyd whase the substifuent ik fyoro, ¢hiprg brofneytrifierbrrathivl, | ower
[err]al kyl sul f enyl t"ﬂuam‘eib@m difiyeremetenxy.caiberpethoxy. @erb%erhp*arseartfo@rmpox»(mgtgmp or
where X®s 0 or S @HWSYE s as in claim14, cyano,

[err]al kyl het eMoal 'RW"”WM—?P”&‘” (& ?Sﬁé"@ﬁ‘b%’tbfaf‘?ﬂ?ﬁPhaﬁ‘r““i"ﬁ%'méﬂdg/?“b?%‘@taﬂ"V‘r 'swar ower
[err]al koxy, | owerCpEnaioxy lRypaGi-Frasikpsulenyrpubsityten s qubsiuted arylsuttenyl, =
substituted phenyl sul fenyl, |ower [err]carboal koxy, cyano or lower [err]

al kyl heteroal kyl; Y is lower [err] straight or br ed chain

unsubst it uted or subst Ituted al kyl, or unsubstituted oc-n bstituted phenyl;
and Z is lower [err]al kyl, or unsubstituted or substit uted phenyl ,

provided that Z isydftx lg@tohylano"mqgasa#claum 14, cyano, lower ?éﬂcﬁmﬂﬁﬁelfh%alkyllﬁ\ereﬁ the
conpound accor di NGsubdlitehtai 1o By MBIGY R iewekkC, Bs)akoxy [iGieF {1 2NN, dsubaftlitbd1ed
in claimgpl4, A dr SubdtitGibd SheRNIRIAYY] lowet (43 EC RBBEABYY, cyano or lower (C1-Cs) alkylheteroal-
4-trifluoronethyl pienyl, 4-trifluoromet hoxyphenyl or 4-
di f 1 dgr onet hoxypheanper (G8Cs) straight or Branched chaif-ussubaitued lesupstiiuted-albyicorishiestiyted
4- car borret hoxy pheny sybsttutedipend tatbxyphenyl , 4- car- boi sopr opoxyphenyl
4-di f | uor onet h@xy phengrl(G:-Galkyl, érluasubsiitrtddvo xubstit@erdhenyl] provided| thad £ smetrhghyl when
phenyl , 28l- met hyl t hWigpietsy| or 4- net hyl sul f onyl phenyl; V S hydrogen
methyl, methyl sul fenyl, 2-nitrophenyl suI fen I car borret hoxy acetY
tHEI uor oad@tAgompeuse agaprdisg topiain dicutiefain U. S5 R, e, RS Wi and n age %stq‘?wed '"rfal"pﬂ‘bpyl

| uLyI 3- chPor dpf-efgreenenyl. M@WWW“@P’%‘W@H%“V' Arirflugromethcgphanyt gt
et hyl , - propyl , '“° ? V’B‘FV hen oun a cordl t
wher ei n 3% é enyl 4»carbo ethoxy %ﬁl uvl i s
o V i s hy dr og etf?'s &opo yprﬁ 0@ ome E; yl 4-in ”OWE‘Fg%VD B)FVFLZ X:orbm ethyi- A

4-methyithi n or4— Iphenyl; .
I's 4-chlor opheR}yI 'is ydrogen rg'nethyl mithy sul% mt\'op enylsultjeéyl Qarqu\éthoxy. Ec%tyhydr ogen,

triftuoroacetyl, formyl or methoxalyl
35 y is ethyl, n -propyl, n -buty!, 3-chioropropyl, 4-bromopropyi or phenyl; and
Zz is methyl, ethyl, n ~propyl, n -butyl or phenyl.

ch aim 16

17. A compound according to claim 18 wherein
is 4-chlorophenyl,

is 4-chlorophenyl,

is O,

is hydrogen,

is phenyi, and

is methyl; or

is 4-chlorophenyl,

is 4-chlorophenyl,

is O,

is hydrogen,

is n -butyl, and

is methyl; or

is 4-chlorophenyt,

is 4-chlorophenyl,

is O,

is hydrogen,

is 3-chioropropyl, and
is methyl.

45
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18. A method of combatting insects which comprises appiying to the insects or to the loci to be freed or

* c L M S *
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Y is n -butyl, and 50 EPZO 153 12$gxiet hyl; or A is 4-chl orophenyl‘
B is 4-chl orophenyl, U isO V i's hydrogen 55 Y IS
3-chl'aropropyl. and Z is net hyI 1& A met hod of “conmbatting i nsects whi ch
CONpr | sepragefet yrom gttdck by insscisrs isécticidally éftactivii amduptaf atondend acewdingdo a§bne EP 0
163 127 Blthppmetadimgeldinisr om attack by insects an insecticidally effective
anount of a conpound according to any one of the preceding clains. 19. A
met hod1% dcostefidegeordingde elpinm 18 heeie said ¢pmpetind iscrppled atrfemi aboud Pih kd abdut 4600f r om about
0.1%o0 atﬂbﬁ!ﬂspima@- P'efefab'gﬁ@ﬁfssfBé‘?°“'rﬁ9€9'i§F‘éP°’;bP‘é#’%r abl y about 5 to about 200

gr ans hect ar e. 20. An_insecti ci dal
corrpos |"’t‘3r'f‘s&‘(5‘ PYTRP “%{‘ 996‘ ﬁ&°’é%@?r§$F%ﬂ"9ctBa%¥rﬁP98%"Eﬁ‘ RI'AMM91 to 17
and an ang’B?ﬂS‘?ﬁ \éﬂchp plueptdfiersfesr or " di | uent therefor 10 21. A

COmPH iRl & ogaoé e ettt A R

by wei ght SR cf?r'?po 2eight okt con) espg'r'l ng a conpound as

f'of'rm”FEE rhqr&éeé‘é fEPpkag%*LoE\BJER& Lssé?a?mé&' .éaé?&.‘{'dﬂﬂh é‘on?p?@%gb‘ilnna acompound of 2 LN€
. ormula:

15 [ERR| herern A, B. U Vand Z are as defined in claim1 in an aprotic
solvent, treating the solution,wth a 25 strong base and subsequently
with an appropriate alkylatingfagent or acylating agent to yield a

25 conpound of the fornula: ﬁERRpH%E\d u B :

35 wherein A, B. U, V, Y and Zlare as ﬁf_[:_r_lﬁd/l/n claim11. 23. A process for

preparing a conpound accordinglto clarm 1 or~clai m 24 wherein 40 Y
is a group having the forrrulé-c=l‘1/a‘|’rn \v
40 [ERR] 46

45 where X is 0. Sor NNQ and Z is hydrogen; which conprises dissolving
a conpourwdereih Al B, Vand@ b af HbfiRkd ib Dlaimbicn a1 aprofic sdBentl freating thé sakigpnadth def i ned i n
cl akin 1 ismorgrvasand subsecueritly @it ant apprapriateculkyibiing sgeEntr iacuiating aghntdo widld dng base

f ol | owed compauncefitredermulai t h an appropriate acylating agent to yield a
corrpo\u/nd of 88 EP 0153127 Bl

z

|
30 Py o PO
| Y T CHZ\N E N/B
| A-C-N/ \
35

wherein A, B, U, V, Y and Z are as defined in claim 1.

23. A process for preparing a compound according to claim 1 or claim 24 wherein
4‘.&/ Y is a group having the formula

-C~-G

where Xis O, S or N-Q; and
Z s hydrogen;
which comprises dissolving a compound of the formula

50

N-C-N

‘l’Hz A P
A-C=N—" \v

58

wherein A, B, U and V are as defined in claim 1 in an aprotic solvent treating the solution with a
strong base followed by treatment with an appropriate acylating agent to yieid a compound of

-_
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the fofml a: [ ERR] wherein A B, U, Gq 318 61 2 defi ned above and
optionally isolating this product or rea?lng |lt with a base and
subseguently with an al kylating or acylating agent. 24. A process for

preparing a conpoundmheformidte fornul a: [ ERR] wherein V i s hydrogen; 25

Z i s hydrogen, [err]cycloal kyl aryl or [ERR-Q which conprises treating
a conpound of the fornula: [ERR] with a m xture of drazi ne and

formal dehyde in an appropriate %ﬁ*‘g\o\(')‘:)t}bi n npound of the formul a:
35 G[ERR|5which is dissolved in ,aln appr opm-ad-@fsol vent and treated with an
aryl isocyanate to afford a 45 _— corrpohrrd\‘pf the fornmula: [ERR]

55 which optionally, is isolat ed S Wi ssolved in an aprotic solvent and
further treated with a base and then with an alkylating agent or acylating
agent. 89 EP O 15hedkin/a, Blu,2und & akf 48 G6Sd &6¢cPdnd bftBndilPisSitd s Prodtt or tl_%g’ting it

wherein tHé strong bae bass Hekdedqasht wamandkyingd) icpgingagdnh Met al hydri de,
al kali nmetal hydride, alkali netal am de, alkaline earth netal am de,

al kal i met al 2&l Kybeesailok@mbdaringed canpaunyt bf theatbdemlai et al hydr oxi de, al kal i ne
earth nmetal hydroxide, alkali netal al koxide, alkaline earth netal

al koxi de, alkali- nmetal oxide, alkaline earth netal oxide, alkyl lithiums,
aryl lithiuns alkaline earth 5 G\met%al al kyl or alkaline earth netal

aryl . X=C-C-CH U B 5 26.
A process according to claim25 wherei th@‘ba?;_gj_? i thium

di i sopropyl am de or butyllithium 27. pro ac or\di ng to any of clains
22 to 26 wherein the aprotic sol vent A= ected from¥ di al kyl 10

et her, aliphatic hydrocarbon, aromatic hydrocarbon, aliphatic al cohol,
dialkyl am de, amine, anmmoni a, 10 di al kyl sul foxide, dialkyl sulfone, or
pol yal kyl phospH@féi'c anmi de. 28. A process according to claim27 wherein the
aprotic solvent iYs tigfyde$8r of uran. 15 29. A process according to clai m 22
or 24 wherin thé alR{YUPPhAnlrrioaky aaberdt®ed from net hyl chl ori de, 15
met hy] broni de, met HYTehcHRrHes ForiopRyFPmRANe At foB¥@al |yl chloride. 30. A
process according to claim22, 23 or 24 wherein the acylating agent is

sel ected from al kanoyl chloride, aroyl @hlorixle, alkyl chloroformate, aryl
chl orof ormat e, al kyl carbonate, aryl Ac_%_@a_t@_, al kyl 20 i socyanat e,
aryl isocy@nate, alkyl isothiocyanaté, aryl2isothiocyanate, dialkyl

car banoyl chloride, alkyl 20 chlorothioformate, aryl chl orothiof ornate,

di al kyl carbodiimde, alkyl aryl carbodiimde diaryl car- bodiim de,

car bon di oxi de, or  CP BN BV sns prelyEsingt Brltesti ey T B Spese
23 or 24 wperein the” dPKYT4¥ion or acylation reaction is carried out at a
25 tenperature of from about -120 C to about 200 C over a tine period
of from about 1 second to about G 25 48 hours. 32. A process according
to claim31 wherein the reaction ig=gagileg Qut at a tenperature of from

about ! 2\ N-F
) 40
K/ : : A—C=N/

‘which is dissolved in an appropriate solvent and treated with an aryl isocyanate to afford a

45 compound of the formuta:

X=C~CH~CH B
N ¥
50 | - /

A-C_-—N / \ \'4

55
which optionally. is isolated or dissolved in an aprotic solvent and further treated with a base

and then with an alkylating agent or acylating agent.

e ———
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[err] to about [err] and over aé#ﬁs:??i'}ﬂj of fromabout 1 mnute to 1 ‘
hour. 30 ;

30 33_ A process according to cl ai m 24 wherein the appropriate solvent for
react i 0@s.W prbcedisccartiig tol clade 00 H3Whbrsin 813 lsPsnh Bebeflid RBL1ad M &1 diafeREkth metal

hydr ocar baiydridecdikai g@ll iybititeadkad metdl avie} dilling eaii mial addide, alalixhdid AR, alkaic Or di Ng
t o cl ai m 38etailagt, elkal nidte hyajgxide pikalné eartd @letabiiyidrokiSe, BiRdlimydiap aleoxicié latslingl @arth 35
Revendl| cathaa sikdxideliikat owlalosx@e.chisaling arth Imetal akide Salkyl lithiums, aryt lithibiins Bkalhd\baAh CN

"'V 59 darrset#laqulet&ll@hnemarthmetalaryl est un aryle; B est un
aryle; 55 U est O SouNQ V ' est

| Vhy dr 0 @&nfeprogess aopertingiiosipin 25 wheren3hei@se ig fithium gliisepropylamidg-ochutdihium. | ~[ [ || 1 HE
11111 11 11*11 EP O 153 127 B1 Y est un al co’yl e infdrieur en
Q0 - C6 Rbr Ratsss 2ocerding e a8y pf<aims 26 to 28 wherain e agrot solvens i3 splagied frogea diakey! aryl e ou
un gr'upe %%g afihptic hyeypearhon, arpatic hydraeathon calishaticgicopp!. digliy amidegming, ammonia,

est |' hydr h%’"m‘l?ﬁ WWS’E?"E'&/P@V% PRI aNi4e-ar yl e ou R4- Q pourvu que,

| or sque soit X -C-G et pourvu
e queZs Aot wopdes ety 7 Yoot SRR B ot est " de

é§%@%g£%@ﬁ@@; P e e

, es%rdmé\%clamﬁ or 2%9%3:2&&0 Mgt is sebG&iMbhanatdyt = CRZR3),
a| coy ny| e Jhgnde £e51 bntorfl, iy bidn@rofolRhate, B cBiorofdimate, Bl barbdnits QR EUASARYE, Rlkyl

' hy dg 0gensucydnble k)i REGARIe, BMARIRGNI0dYariateParyl R HioBsNate, didikg C& bdayEdheAdeY alkyPR)
ayan,t j USCBMOL)W&EM\&& affl EHIGRGNIGIGmER. dRMYIScarbbidiim@ie Qliky BarA Barbudiirhiddiddacy! dah 25
gr oupe’ al csvineids, ebdnididiie, 2y eartion Hisdige, @ Si X at omes de carbons, un groupe
di al coyal m no (NR2) ayant, inddpendament, jusqu' A six atones de carbons
dans chatueprpast acoordiag baiaime22, 2dor@# atgpen haalkyatign ¢r @GRt reactiorys cans cotaat Bal coxy
(CO2Ry  ay derhpsrarse| of f@msibsut at20 bt ablert 2081 © ovee timhpayipdoffiemabab y besanddo Ao ( COR) .
ayant jusg@hausi x atones de carbone, un groupe al canoyl oxy (OCOR) ayant
jusqu 'a six atonmes de carbone, un groupe carboxam de (CONH2, CONHR ou
CO\IR?ﬁ/ a%. aq.]groceggaccordmg to claim 31 wherein the ’eqcf'ﬂi’ﬁi)%?ﬁlfﬁﬁ‘l'f@hi tequﬁﬁa ofdrog aboutt ores de !
car bone daﬁ% “c‘ﬂé’%ﬂ&‘é‘%o?ﬁ‘%‘?‘(‘”&ﬂ TEyPRERd of fory g et 'Bdr'i‘ﬁ'iﬂ oxy (OCONH2, OCONHR

ne dans chaque

OGONR2) t d d t i
port] onsm a” s o i e n'°‘"d§[:ﬁg'8ﬂ e i Sty op y?°3°rtw't§é&s)a'vig?a%¥f"a}eu§qu 3

si x at ones™efE® féﬁ‘?)ﬁ °""?}?1 'B’F’SEﬁS@"t ‘t’a‘ema’ amine

34. A process according to claim 33 wherein the appropriate solvent is methylene chloride.
35 '

Revendications

1. Un composé de formule :

Y,
Y4
Y-C~CH, g B
45 i '
\ N=C~-N <
A-C=N / N v
50
dans laquslle :
A est un aryle ;
B est un aryle ;
55 U est 0. S ou N-Q ;
v est 'hydrogéne, un cycloalcoyle en C;- Cs un aryle, ou R*-Q ;

T




S22 R) ’/ant jusqu' a six atomes de carhons %(rioups sul fonate (-0OS2 R
ayant 35 jusqu'a SiEP 1B ®e car bons, un groupe
al coyMhio (SR) ayant jusqu'a six atones de carbons, une suI f onam de

(S2NH2, SOZNHR ouySO2ZNR2)  ayapd a:cok,@@lﬁ‘é?@d?gﬁﬁhcs%ﬂts &. ﬁitll%é)ﬁ Rl RS d6
carbons dans chaque port| on @hﬁ,@yuga,yygug,(@wag ayant
i ndependamment, jusqu' A six atones de carbone ns chaque portion aI coyl e,

une al coyl sul fonam de (NRSO2R) ayant, i ndependarment, iusqu' A 40

si x atomes de carbone dans chaque portion al coyle, un groups

al coyl t hi ocarbonyl e (CSR) ayant jusqu' A six atones de carbone, un g'r&m.ﬁ)s

t hi oam do (NRCSR) ayant. independamment, jusqu'a six atones de carbons dans
chaque portion al coyl e. une ddnsayletialk b2 0asbwe-Q(; NRSOR) ayant ,

i ndependanment, jug€qu' a six est thydregitie, us aydpaicoyieeen@ai0s, us lhagwe RH-QY; pouevu que, lorsque Z
al coyl e, un@roups i mdo (N SORy@CEe.samt, i ndependam 45

ment, jusqu'a six atones de carbons dans chaque portion al coyle, un al coyl
infrieur en C, -Cs a cha'ine droite ou ramfi~e, non substitue ou x
substitue;. un cycloal coyle en C3-C6 ou un aryle 50

.
14

RCt R R ss -C-G

n 91 1'% 111121111111 H11 1 * C L N S * EP O 163127 B1 R4
est G est un cycéteaireoipb gueshineGRit (26, méthw! larsqpb & estund®¥t;Q et n

est’ un nonbre enti & de 0 a astde 'ﬂwrmh@umméﬂeamm hita, ORHIRSORY". €P4IRS, QRIOR’,
subsitut6e, |e substituant sEfRER. BBNRRGNFALQRSY NEO 2815513 Sith SOR' 80aB. eur s
du meme ou ¢gg diffdrents parWF sp@%“si;ﬁ)' 95‘135al$ﬁsspé NSt SNHEQaHY SONHSR!, OCOR,
hal ogene, cyano, nitro ou un? 1 ?OF‘ R ¥"é at ones
de carbone, un gr oHqu n%l "‘" IaéYl‘ﬁ no NHR a an

jusqu' A six atones &y bong! 'ﬂ "g’? 0 "td Hhalgen '°"V un groupe
i ndependam to oxy ' lmné“(ss 'e °'% )?e Q?aﬁ’;iﬁ'l‘r)’r% AdAs
chaque portion al coyle, un ééiég:l?:oa \ an SIX us ah sxato eestgec%%edans
carbal coxy (CORR) ayant j usqy, ﬁ&égg WG arbaicoxy (COsR)
al co;d/olar bonyl e (COR) ayant Jn)al 5 dforfls @ a'?b Qu r&ﬁoyl ofNiPEBR) ayant

al canoyl oxy (OCOR) ayant | us; '@sﬁ'af&m@é & BbotCy & B€amnoyidty ﬂf(ﬁiﬂ??yam jusqu'a six
car boxani de (CONH2, CONHR oub%%@ba@aﬁa%grwwﬁ%‘éﬁm CONHIRbUASONRY) dysnt, -
atomes de cétbone dans chaquRdeperchinMbnt absGPY LiLatorkid df EABLAG d&N8 CREATERBHRX Hicoyle, un
( OCONH2, OCONHR ou OCONR2)  ayrapb carbdmben610eOMAENOCONHFSGHLEOONRY) ayhiBped8amment,
4 carbons dans chaque porti OgsqaheR\lomes dcamuiel daysihadue portich abk) P suliydtile il €
(- SOR) ayant j USqUA si x at ongeupd eutlrgieSOR), ayshnjusutlsxatoies dedsastoss, (in GlipRSulionyle (-
ayant jusqu’ a six atones de $&Rbayedjusguia gx Sus ds tdraa at groGpeCERRatR}-089:Rn byant
jusqu' a six*atomes de 20 jusqu'a six atomes de carbonec ar dyape alcaytthiqySBLRYent s A danes
(SR) ayant jusqu'a six at onede cddorsaprigcnionamigeSO2NHz, SO:NIIR)ows$PNGriamdnt éndépendam-
(S2NH2, SO2NHR ou SC2NR2) agl tiusqy %ﬂéﬁma’ﬁﬁ@mﬂe d?"@%?ﬂ"‘#@b& aleRylgnynsorege amido
car bone dans chaque portion REBS laéa"ftﬂi‘égl"%gﬁ"faﬁf"(ﬂés @?8‘?&“3"5 chaque
rL?pendaggnsnt jusqu' A siBOriop glpRyle. yne 2 amige, (NS 4‘\:‘& g}?‘?ﬁpﬁ'fdé’ﬁ’“e’“ jusqu'a
aI co '

une six atomes de carbone dans chaque portion alcoyl oupe alcoylthiocarbonyle
{CSR) ayant jusqu'a six atomes de carbone, un groupe thioamido (NRCSR) ayant,
indépendamment, jusqu'a six atomes de carbone dans chaque portian alcoyle, une
alcoylsulfonamide (NRSOR) ayant, indépendamment, jusqu'a six atomes de carbo-
ne dans chaque portion alcoyle, un groupe imido (N(COR)COR) ayant, indépendam-
ment, jusqu'a six atomes de carbone dans chaque portion alcoyle, un aicoyl
inférieur en C1~Cs & chaine droite ou ramifiée, non substitué ou substitué, un

- cycloalcoyie en C3-C¢ ou un aryle v

50 / Rl\
}
: Cc
_ )
\a
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al coyl sul fonam de (NRSO2R) ayant, independament, jusqu' a six atones de ™
carbo- 25 Em@ 182y Bhaque portion al coyle, un groupe ¢
al coyl t hi ocarbonyl e (CSR) ayant jusqu'a 25 six atones de carbone, un '
groupe thioam do (NRCSR)  ayant, independanment, jusqu'a six atomes de

car bone ddis chaqueeﬁort i on al coyl e, une al coylsul fonam de (NRSOR) ayant,

i ndependarﬁrent j us §fuA CxdoRicoteRhes- Celuin @gyjetos -Gl #h s chaque portion al coyle,
un groupe i mido (N(mmewgﬁﬁoal‘ﬁdependament jusqu' A six 30

atomes de carbone daiig¥ ?:1’&9 l3ad rtlon aI CO ou un roupe aryl e, dans

| esuels 30 6 Re sqﬁ "e gtﬁfaﬂ%wrhﬂ?% @e‘i‘tﬁiﬂ?‘ﬁﬂ’é d' atones de

§ les

carbone ; et dans | ,substltue par 1
a 5 substituants chg rsn?x mg(' r{# q" ueI | ement
substitue par 1 a 7 % sdgciz])ﬁz%nafouée ia al l0 an mdepen un
het'§r00y0| easato snxatomesdecarbonedans foyl at omes
d'azote, jusqu A 2 ggr .és,xa soufre et
jusqu' b 4 atomes dec&@cfn QH rog@éﬂ'a'l‘torl@arkfé}{ﬁ QOR? §rf:dn5l{:ﬁ par 1 a
4 substituants choi Shotipe 4 BRNE m,umrérgxa esgycd,%n q ‘%yc e aéb
atomes contenant | Ugstboxdinide @ONAE SONHA 30 EONRJ) ByAllindépén d@ﬁaﬁ%%us‘éu?&ygene
jusgu'a 2 %d-1 atomes de carbone dar{cRERS p6HioneiRbYIS, @n Bouph clbandyloyTes de car bone
dans |l e cycle, 6ventotHNHaBOTUNHRGU OCONR;) ayant, indépendammentSildaGth isk demPade 1 a 4
substituants choi Si sarbdnadane endes porioh alfdiellin Mehydrile, un groupe sulfinyle (-SORD W est

hal ogene, cyano, ni tyaotjusqu'a sikaldmds, deCahibtieRib, grdupe sutforfyldB8.R)@yant (¥du'a sdR , OR
NR R2, SOR , SO02R , a®086Me carbddie, (QRlpe Sifenate GBSO, AYEkadt jusgUBAbd atofbed@& OCF2Br ,
SCP®Br., SCF2Cl, SCF2éhondiRn SOHRIcoyithiN(SEDRY hCEET 2 sietatoinesdesaatbsneagteonom guenent
accept abl es de ce cauifptsmide (3@NH,, SO:NHR ou SO2NRz) ayant, indépendamment. jusqu'a six

45 2. Un conpose sePblomed dg crivonsigisccigdue portion algeyes un grqupelamitio (FRCOB) ayent, 0. R,

R, R2, R3, R4, G eindépeadsmmentdpsguy gis atgmes dgicarbeneriend chaque perfictiaisarie.ere 1 et Y

est un groupe ayant alptalsfd@pmqleemgﬁpzm ayant, indépendamment, jusqu'a six atomes de carbo-
X i ne dans chaque portion alcoyle, un groupe alcoylthiocarbanyle. (QSB).ayant@sgn A

|~~~ Mt~ SiX atomes de carbone, un groupe thicamido (NBCSR) aygnt. ing aggl?ét} le X est
%ul

0. SouNQet Z | B “‘h‘i‘i’"t‘, ‘t?aﬂ° ?‘ V'@rf’"f:%' J
substﬂjue (?uesubstlg‘%ma%q‘ﬁ@g ‘B%?@ WC’E&S tzlbl eg de

celyi-ci. 3. Un co "?’°""? 2. R3
et 3 . G Oetn REE? ﬁﬁﬂ% é}{d scﬁ Sno reif;'e'gl%!g‘a ﬁ'ﬁqu?-?ﬂ 111 11
11 1111 EP 015318% §’ ast[aﬁe’%ﬁnéi,b .ue mas? s:. Manphdnyl e ”0”
substitue ou substlenb%.séndepeneﬂmwpa ewyns'phap@veﬁfd Shsfitl pzvf)ﬁtyl t ue:

est Oou § 5 subMituants @ksis! indBpEHARIRBR, parh VO Y&l t@ﬁ o@f%:‘t’éaesﬁ&n - C6, un
pheayl e non substit bGtenaht psiaSt2 didiRs Q‘Hzo%]uéu '3 atomeS SbxydéheJilURR aRWRNL | @

formule x 10 de soufre et jusqu'a 4 atomes de carbone dans le cycle, éventuellement substitué
-C- G dans | aquel | e pYar@sits Losbdants chbibis, ddépen@iiimeht, Padeli VW 9 6@, hétdrdeyiea @al coyl e
en C3-C6, un ph6nyl etomentosterantjishuies amesddizbte jusGu' DD atidesd ox@dend. @BqBES S
agr 6kom quenent accephateasui @t tb stomes de carbone dans le cycle, éventuellement
40 substitué par 1 & 4 substituants choisis, indépendamment parmi W ;
W est halogéne, cyano, nitro, R', CO:R', CONR'R?, CR! =CR2R3, C=CR!, SR',
OR', NR'R?, SOR', SO;R', 0OSO2R’, NR'COR?, SF5, CF3, OCF3, OCFzH, SCF3.
OCF2Br, SCF2Br, SCF.Cl, SCF2H, NR'S0.R? ou N(COR')COR? ;
et les sels agronomiquement acceptables de ce composé.

2. Un composé selon la revendication 1, dans lequel A, B, U, V, Q. R, R', R2, R3, R*, G et n sont tels que
définis dans ia revendication 1 et .
Y est un groupe ayant la formule

i
-C~G
" dans laquelle X est O, S ou N-Q ; et
Z  est'hydrogéne, un cycloalcoyle en C3-Cs.-un aryle non substitué ou substitué ou R*-Q ;

et les sels agronomiquement acceptables de celui-ci.

3. Un composé selon la revendication 2, dans lequet R. R', R?, R? et R*. G. Q et n sont tels que définis

O R
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15 4. & conpose selon | a revendi cati % F1sad@F gyl eauel A U Y. Z. Q R
R, R2, R3, R4. G et n sont tels que fInIS dans | a revendication 3 et B
est u_ph~nyl e non substitue ou substitue; et V est |' hydrogbne, un
phényl e non subsiahd laievandicstishglet t ue ou R4-Q 20 et les sels
agronom quenent a@cepisaiol phénytbnos edbstituéaiu sulstituddn conpose selon | a

revendi cation 4, @ansestephéhylelson sobistitd@ oulbsig: R2, R3, R4, G et n sont tels
gue dMinis dans MNa reverdBecation 4 et A est un phényl e non substitue ou
nmonosubstit6 ou di sudstithivdrogéne, 28 cycloalcoyle eB Cs-Ce. g Phényie pinesnljstieé prosvbstitid ou Rt-06
ou disubstitu6; VY estyngrourgavapidelaendsy R4-O et Z est |'hydrogbne, un
phenyl e non substitu6 ou substitue ou R4-0; et |es sels agronom quenent
acceptabl es de celui-ci. 30 6. Un conposd selon | a revendication 5, dans
lequel V, Z Q R 'R, R, R3, R4, Get n sont tels que d¢finis dans |a
revendi cati®n 5 et A est un phenyl e nonosubstitus; B est un phenyle
nonosubstitue; U estQ 35 Y est 0 -CG40 et les sels

agr onom quenent accerﬂaab‘%@"@éesé@wuﬁ ei. 7. Un conpose selon la

revendi cation 6. dansestiydregéne un cycioaieoylgren Gy (ﬁPlﬁﬂ P ehérym B eHRstitg eresuldinng op BQel

| e substityant est fl%EFsss ?,Qﬁ?"B’f“S“e"l?P‘@ﬁ??p I°ﬁ'6"°45 ronet hyl ,

trifluoronethoxy dlfluororrdthox n |

monosubst i t ue? ﬁé‘?'m'l '%re§?i‘8 Tt E:a?msq%*g?“‘fﬁ’ Jof& E‘c’%fu'l Bpggr}%r ﬁtd"s""t tels que

trifluor-3me- t '"'s L{O,I’ opdt hoxy, car bonet hoxy.
UeOflﬁU 1

car bodt hoxy, carbg |soes " fonyi U est O 50
55 0 i1ijii .20 XiXi xqu Ié?i{l (?ro V:‘tno js%gg %?'n% l{}i Bést | hydr ogbne, un
al coyl e infdrieur en ac al ne te ou ramflee non substitue ou

substirue, al £.0%)4 cerE,:?s& 5@6# la RVenficatioh# dansaéqfiémiI P, ReYhe, RiiRerd &WsoR Biselie G&inis
aryl sul fenyl nonasUbsvemicitdg48U substitue, 5

K cURL , fornule dansesl @punsiyiethor(sudsiliusQu Mdncsuiidliudbu dsebstitugl que défini dans

| a revendi @ation @, Caseumdhénkid monosubstitué ou disdbe@sl; (i nf 6rieur en C,

- C6) - h!et eroal coyl v, dansydregaedu k*eq sasbsti t.uant ou | a portion al coyl e est

al coxy' i nferieur en Gstibddrogbhe oy bissayié nan\slibstitod elr susstitué enR&: C4,

phény¥gul f enyl non sudb s séisisranomigudsmht aceediablesietvelaitcc oxy | nf dri eur en Cl- C4,

cyano ou al coyl (inférieur en C -C4)-het6roaicoyl; Y est 15
0 30 8. Uncomposé selon la revendication 5, dans lequet V, Z, Q. R, R!, R2, R3, R*, G et n sont tels que définis

dans la revendication 5 st
A est un phényle monosubstitué ;

B est un phényle monosubstitué ;
U estO;
35 Y est
0
I}
-C-G ;

40
et les sels agronomiguement acceptables de celui-ci.

7. Un composé selon la revendication 6, dans lequel

A est un phényle monosubstitué dans lequel le substituant est fluoro, chloro, bromo, trifluo
rométhyl, triflucrométhoxy, diffuorométhioxy ou méthyt ;

B8 est un phényle monosubstitué dans lequel le substituant est fluoro, chloro, bromo, trifluoramé-
thyl, triftuorométhoxy, difluorométhoxy, carbométhoxy, carboéthoxy, carboisopropoxy, méthyl-
thio ou méthylsutfonyi

U estO;

45
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-& G ; Z est |'hydrogbne, alcoylg i of~r14 en C -C4, ou phenyle non
substitu6 ou substitue; et 20 ﬁbgs{ 72%'{ hydr oxy, al coyle inferieur en
C. -CA~alcoxy inferieur en C, -C4, alcoylamno inférieur en C. - C4,

di al coyl am no v nf & i'gogeny,an bicovieNAERENADTIR Y chailé drditetbd adnkifse oR BISItGE Ly
carbone dans chaqsuesta@l didoin@lietoan & -QLaigdReumidyEinféRdur brES, -G EhrfisuBEHyOA Bhidie ment
accept abl es de celuéibugbstiid5 & Un conpose selon | a revendication 7. dans

| equel A est 4-chloroph6nyl, 4-bronophenyl, 4-trifluoronéthyl phenyl,
4-triflaoronbt hoxyphényl ou 4- difl uorontt hoxyph6ny| XB  est

4-chl or ophenyl . 4-bronmophenyl, 4-carbom-t hoxyphenyl , ‘h ﬁ:xar boet hoxyphenyl .
4- car boi so- propoxyphenyl, 4-dif|uoron6thoxypheny|, _
4-trifl uoronbt hoxyphenyl , 4-trifluoronet hyl phenyl, 4- 30 :

nbt hyl t ri ophenyl ~ gunuledest lpauplie)] dsb@ ou PR ey tellgue désiniidays larevengigation fhyeanegene,
n6t hyl 7 met hyl sul #eaylfinférieur pp ‘t;'r%]lﬂ*ﬁﬁ'i logyj|. piang Jaauel (ecpplbRSEt Prol portigacalepyje est
trifluoroa- cetyl acoxpintigaur e Cries Mooy W'X\Y""'é('e“' @Sy -Caphéylsgiiény! pon susiifué ou

| hydrogene, nft hy Pubstit§esapralcary {nlériqyr eihbictry Fyanauaicey! (infreyr et GsA pisrapicov :
4-trifluoromet hox?ﬁ-t ph~nyl . 4-trifl uorothionethoxyphenyl.

4-di f1 ugrondt hoxyphenyl ou 4-difl uorobronot hi onet hoxy- phényl: et G est
hydroxy nbt hyl, ethyl, nbthoxy, ethoxy, dinmethylam ou phényl; et les

sel s agronom quenent acceptables de celui-ci. 45 9. & OoNpos6 selon |a
revendi cation 8. dans |lequel A est 4- chI orophényl; B is 4-chlorophenyl
U estQg 50

est ['hydro §talc!> | M@rﬁeﬂ Q‘r@ ]C 0u g Jbsé ou substitué ; et .
-GG Zy est @t h “h\gg‘o&ge y{l E&) / ‘ pln neE;LsT(ﬁ Cl‘ cl) vE:sllHés } d:rL'
4 EP 0 163 127%&3 y};,amﬁr%y%%enéurg Welstayais) mlmef:t n 3 % 3 Y @alald Y e'{

est V est Y oBl6H Hcoyie ou phényie.

ot les sels agronomiquement acceptables de celui-ci.

25 8 Un composé selon la revendication 7, dans lequel
A est 4-chlorophényl, 4-bromophényl, 4-trifluorométhyiphényl, 4-trifluorométhoxyphényl ou 4-
difluorométhoxyphényl ;

~ B est 4-chiorophényl, 4-bromophényl, 4-carbométhoxyphényl, 4-carboéthoxyphényl, 4-carboiso-
propoxyphényl, 4-difluorométhoxyphényl, 4-trifluorométhoxyphényl, 4-tnﬂuoromethylphenyl 4-
30 méthyitriophény! ou 4-méthyisulfonyiphé-nyi ;
U estO;
v est I'hydrogéne, méthyl, méthylsulfényl, 2-nitrophényisulfényl, carbométhoxy, acétyl, trifluoroa-
cétyl, formyl ou méthoxaly! ;
Y est
35
0
i
-C=-G ;

Uo z est I'nydrogéne, méthyl, phényl, 4-chlorophényl, 4-trifluorométhylphényl, 4-trifluorométhoxy-
phényl, 4-trifluorothiométhoxyphényl, 4-dnﬂuoromethoxyphenyl ou 4-diflucrobromothiométhoxy-
phény! ; et

G est hydroxy, méthyl, éthyl, méthoxy, éthoxy, diméthylamino ou phényl ;
et les sels agronomiquement acceptables de celui-ci.
45
9. Un composé selon la revendication 8, dans lequel
A est 4-chiorophényl ;
B s 4-chlorophényl ;
U estO;
50 V  est 'hydrogéne ;
Y est
0
]
55 ~-C-G ;
4 est méthyl : et
G  est méthoxy ; ou
\

Y

{
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10 Z aest methyl ; et G est 6t hOXyEB%§gt12TE§t 4-chl orophenyl; B est

4-chl orophLnyl ; 15 U estQ V hydr ogene; Y est
20~~~C5~~~~~~~ -CGGZ est nbthyl ; et G est di nmet hyl am no; ou 25

A est 4-chl or opRenyds; 4-Biorophdit; 4- chl or ophdnyl; U estQ V est
carbonet hoxy; Y  peStespdlchickephingid Z est nethyi ; et G est
nmet hoxy: ou A egt 4desedl or ophbnyl ; B est 4-chl orophényl; U est O
40 Vv est vacedsyihydrdgeéne ; est 0 45

-GG Z est nethyi aist G est m-t hoxy; ou A est 4-chl orophenyl; 50
B est 4-chl orophenyl; U estQ V est trifluoroacetyl; Y est 55
~~~~~~~~~~~ 0-CG9% ¢ L111111111 EP 0153 127 Bl Z . @st nethyl ; et G

est nbthoxy ; ou A est 4-chl orophenyl; B est 4-chl oro@_e@y;; 5 U
est G

70

est méthyl ; et

est éthoxy ; ou

est 4-chlorophényl ;
est 4-chlorophényl ;
est O;

est I'hydrogéne ;
est

5

<< CwWw>» N

20 [l

est méthyl ; et

est diméthylamino ; ou
est 4-chlorophényl ;
est 4-chlorophény! ;
estO;

est carbométhoxy ;
est

25

X< COW>P>PON

30

% est méthyi ; et

est méthoxy : ou
est 4-chlorophényl ;
est 4-chlorophényl ;
estO;

est acétyl ;

est

40

<< Cm>» N

45 ) ~-C-G ;

est méthyl ; et

est méthoxy : ou
est 4-chlorophény! ;
est 4-chlorophényl ;
estO;

est trifluoroacéty! ;
est

55 : - (o)
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V est fornyl; Y est 0 10 _ 1
011 -GG Z est nmethyl et G est Er?e %%3x1y2;7301u 15 A est 1

4-chlavophdnyl; B est 4-chlorophenyl; U estQ V est nmethoxyalyl; Y
est 20 10 -C Gz 25estméthyt ;etZ est nethyl; et G est methoxy ; ou A  est
4- chl or ophenyl ;G ~~est mBhoxyeat 4- br onophenyl; U est G 30 V  est
hydr ogene Y aést &t A-Ehidsiphény! ;

-C-G Z est n# hyést 4-eliior@phénybeist net hoxy; ou A  est 4-chl orophenyl;

B is 4-d4rifludtonestfiyl phényl; U estQ V est |'hydrogene; Y est 450
-CGZ est nBthygestformd;: G est nethoxy ; ou A  est

4-trifluoromet Wyl pttenyl; B  est 4-trifluoromethyl phenyl; U est O V

est |'hydrogene; 55~ ~ ~ ~ ~ ~~~~~~0 EP 0153127 B1 Y - est O

10 il
~-C-G ;

est méthyl ; et

est méthoxy ; ou
est 4-chlorophényl ;
est 4-chlorophény! ;
est O;

est méthoxyalyi ;
est

16

<< CWPON

20

25 est méthyl ; et

est méthoxy ; ou
est 4-chlorophény! ;
est 4-bromophényl ;
est O;

est hydrogéne ;

ast

30

(
< <CW>»ON

i
" 85 _ -C-G

~e

est méthyl ; et

est méthoxy ; ou

est 4-chiorophényf ;

is 4-trifluorométhylphényl ;
estO;

est I'hydrogéne ;

est

8
<<Ccom>ON

45

Q=0 -

est méthy! : et

est méthoxy ; ou

est 4-trifluorométhyiphény! ;
est 4-trifluorométhylphényl ;
est O

est I'hydrogéne ;

50

<COW>»ON
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-GG g; est nethyl; et G est NeER@53;12081A est 4-chl orophdnyl; tO
B | 's“ 4-trifluorondt hoxyphdnyt; U estQ V est | Phydrogene; Y est

15 0 -CG
Z est nbthyl; Yet & est nmethoxy ; ou A est 4-bronophenyl; B est
4-trifluoronbt hyl phényl; U estQ V est |'hydrogene; 25 y

est 0 -GG 30 Z est nethyl ; et G est net hoxy; et?'les sel s
agronomi quenent accept abl es de celui-ci. 10. Un conposecselgn |a
revendi cation 1. dans lequel A, B. U V, 0. R R, R2, RS, R4 et n sont
tel s que defini szdanétnln g_ee\{endi cation 1 et Y est alcoyle inf~rieur en G
-CG a chamme drgitees%"%' f,j ee, non substitue ou substitue. ou aryle non
substitue ou subgti tegp‘;_ch%?jnzn (;est cycl oal coyle en C3-Cs, aryle non
SIUbStI tue,pu subgti tuDyfide fh_ yfrgg*{r;vu guo Z ne soit pas O
| ' hydrogene et Zyne gyt pas nethyl torsque Y est nethyl; et les sels
agronom quenent gccepfigpl&sngde celui-ci. 11. Un conpos6 selon |a
revendi cation 10y dags lequel V, Y. Z 0, R R, R2, R3, R4 et n sont tels
qguo definis dans |a revendi cation 10 et 45 A est phenyl e non
substituerou substitue; B est phenyle non substitue gu substitue; et U
estOouS; et |les sels agronom quenent acceptables de celti-ci. 50 12. Un
conposd solon |a revendication 11, dans lequel U Y. 0-CRE R, R2, R3, R4
et n sont tels que definis cdans |la revendication | 1 at A est phenyl e
substitue B egt Bemye; substitue; V est phenyl e non substitue ou
substitu6?u R -@ efstméthoxy &8t phenyl e non substitue ou substitue ou R4-Q
pourvu quo Z ne A&o0i tespBsoricphdngi,ogbne et Z ne soit pas nbthyl |orsque Y est
met hyt’; et | es s8l s eagriotuonméogdsheémt . accept abl es de celui-ci. 97
111111112111 11H1011 %80Q0
V  est I'hydrogéne ;
2 Y oest

30

Y4 est méthyl ; et
G  est méthoxy ;
et les sels agronomiquement acceptables de celui-ci.
% 40. Un composé selon la revendication 1, dans lequel A, B, U, V, Q, R, R?, R2, R?, R* et n sont tels que
définis dans la revendication 1 et
Y est alcoyle inférieur en C1-C¢, & chaine droite ou ramifiée, non substitué ou substitué, ou aryle
non substitué ou substitué ; et
0 Z  estcycloalcoyle en Cs-Cs, aryle non substitué ou substitué ou R*-Q, pourvu que Z ne soit pas
W I'hydrogéne et Z ne soit pas méthy! lorsque Y est méthyi ;
et les sels agronomiquement acceptables de celui-ci.

11. Un composé selon la revendication 10, dans lequel V. Y, Z, Q, R, R, R2, R3, R* et n sont tels que
définis dans la revendication 10 et :
A est phényle non substitué ou substitué ;
B est phényle non substitué ou substitué ; et
U estOouS$S;
et les sels agronomiquement acceptables de celui-ci.

45

%0 42, Un composé selon la revendication 11, dans lequel U. Y, Q. R, R, R2, R, R* et n sont tels que définis

dans la revendication 11 et

est phényle substitué ;

est phényle substitué ;

est phényle non substitué ou substitué ou R*-Q ; et

est phényle non substitué ou substitué ou R*-Q, pourvu que Z ne soit pas I'hydrogéne et Z ne
soit pas méthy! lorsque Y est méthyt ;

et les sels agronomiquement acceptables de celui-ci.

. | R O AR
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EP 0 163 127 Bl 13. Un conpos6 segpy {58 15£4§Ndi cation 12, dans |equel U Y, 1
Z, Q R R, R, R3, R4 et n sont tels que definis dans Ia revendi cation 12
et At est phenyl e nonosubstitu6 ou disubstitue; B est phenyle
nNoNOSubst13t UBcamposh selab Sitrévienticatidt12Sdans lequel U, Y, Z, BRI R, R RO gemnsntidiskde Q et

| es sel s agddiinie dargueawendicatioce®t abl es de celui-ci. 14. Un conpos6 selon |a
revendi cat i onA 13 estgibdngle meoasatstitvé ovdisu@tit®; RlI, R2, R3, R4 et n sont tels que
definis dans Ba egpkéngie c@hasorstithBou disubgtifué ; et A est phenyl e
nmonosubst it ueyY BestI'myitogdreen @ :nonosubstitue; U estQet Z est phdnyle
monosubsti t ue oueﬁeﬁfew@@mmyem@ma@qpt@'esmaehm que Z ne 50|t pas

| hydrogene et que Z ne soit s nethyl |orsque Y est

et |es selsUngempesinel Eu@rf%!’ﬁf‘d"’&@@éﬁtdébﬁ laquel)e Ye@ ARl & Ral%“ e‘(‘JﬁWEéﬁ?ﬁ’dSéef@él on

| a revendi céi"F&ferﬁd'caH%i‘ri‘é e U Q R R, R, R3, R4 et n sont tels quo
defini @ dans }a PEPEN B%t“fﬂ ‘et A est phenyl e nonosubstitu6 dans

| equel le sub tlfa ﬂ*‘t"y'ggP"?sP?fB‘P% choro brom) trifluoronmbthyl, 20
trifluoromet Xy’ Eév Ie(r)nr Onﬁtgs’gtu? unon Str;gﬁs%t ou’R‘ uef\vsutqu ? +|t agphn roﬁét%ﬁee tue

dans | equel |e s oF one

trifluqronet hoxy il LS g sthj Q )éy car boet hoxy

car boi sopr opoxy, letrrlet u metﬁ‘? fon ﬁ '\ est I’ hyd,rogene un

al coyl e i4f ep b&ﬁb&seeéauof;.a rgaﬁdlcaﬁ)nqnaﬁnsele%m toenqu RO, TRk B6h soRQBs §udRAid Ue ou
25 dans BUShdidatks, 14t COXy inferieur en C, -6, al coyl sul fényl

inferieur en O 2&8néne YoRdslidsBoy dank RBuchléRBstituant S5811dkb, EHdRS brbrhél Rrifludrométiyl, 30

C R fognul e dans ylnagienesidory, diisdméthodloumnédyt Rl est tel que defini dans |a
revendi cat i ong 14 est@péaiie mofdsGiyité §ans fotlliel B$tbstinanCest fGR) cHived, @foma) teiigloméan s

| equdl| e subst i triigsaiméttoxy, difipedméthosy, edrimesthexyemibostha® carbbisdpepb:aumstayithiCou C4,

al coyl sul finyl i ndyswfonylen C. - C4, ph6nyl sul fenyl non substitue ou 35
substitue, ca¥ boastdapdypgénaf wralceyle intérieugen C%, 2 chednedroieowrhoifigd. ngn substité Qur en

C, - CA¥- het 6r oal eebphtyé, gicoxy inggeur gt 8004, alcayis@ifénd inférieys eCC+-06 arvAulghel Toresubistoi t e
ou ram fi6e, nontus@bsebsitee ou substitue, ou phenyle non substitue ou
substitue; et Z est alcoyle inferieur en G -C4, phenyle non substitue '
ou substitue, pourvu que Z ne soit pas nethyl quand X( est nmethyl. 16. Un
conpos6 selon | a revendication 15, dans |equel U, QCI% R, R, R3, R4 et n
sont t¥ s que definis dans la revendication 14 et A e'st 4-chl orophenyl ,

4- br omophenyl, 4-trifl uoronethyl phenyl, 4- trlfluoronethoxyphenyl ou 4-

di f | uor onet hoxypméfn% dang Bauelle X est ORu S ab Bt osh ek qHe SEH q*?@ﬁ?lfevem%vwrfﬂméﬂ?yl

4- car borret hoxyphéWg (infétiey £p GoGetheippipryhadans laquelde sigptidugot of japie

4-di f | yor omet hox §isPreArieur go Cp-Cs. Ialﬁ?)ﬂ‘sﬂﬁ%)ﬂ W@é;% Py e He’WFV'FPXHB?'bﬁ?Bﬁt'H&PPhGny ,

4- 6t Ryl t h ﬁ stitus, caAbcmg?m inf 'ﬁ‘l"feﬂ ou al yi (infé, 8
it hyl . et Ihy sﬁe af 'mfezewaﬁrg 8 %&F% 'am'f'ew%‘owase'wm Bk g
%1? p n t%stltue u substltu t?ri[/u tg%er}i\e SOlg %ats

trifluoroa- |eéta oy&%

-propyl, n - prop ou p

n6t h?;er 6t hyI n -thyloqﬁar\d er? %JX ou phenyl 17. Un conpose selon |la
[

reve C‘I%t 'UQ Qorr]p%se Qﬁ;ﬂﬁa rL\%milc%lnonAs. daﬁélgqu%l & 'H ﬁ.erPRf?‘ ﬂy,lﬂ;‘ et n sont tels que définis
dans la revendication 14 et _
A est 4-chlorophényl, 4-bromophényl, 4-triftuorométhylphéayl, 4-trifluorométhoxyphényl ou 4-
difluorométhoxyphény! ;

“ B est 4-chlorophényl, 4-bromophényl, 4-carbométhoxyphényl, 4-carboéthoxyphényl, 4-carboiso-
propoxyphényl, 4-difluorométhoxyphényi, 4-trifluorométhoxyphényi, 4-trifluorométhyiphényl, 4-
méthyltriophény! ou 4-méthyisulfonyiphényi ;

V  est 'hydrogéne, méthyl, méthyisulfényl, 2-nitrophénylsulfényl, carbométhoxy, acétyl, trifluoroa-
cétyl, formyl ou méthoxalyl ;

50 Y  estéthyl, n-propyl, n -butyl, 3-chloropropyl, 4-bromopropyl ou phényl et

Z est methyl éthyl, n -propyl, n -buty! ou phényl.

17. Un composé seion la revendication 16, dans lequel
est 4-chlorophényl ;

est 4-chlorophényl :

estO;

est 'hydrogéne ;

est phényl ; et
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55 ' B est 4-chlorophenyl; U st | hydrogene; Y est
phenyl et 98 . ~~~~~~~~~~~~~~~ EP- OE?L???’SEX? E? Z est nethyl; ou A est
4- chikar ophényl; B  est 4-chlorophenyl; U &estQ 5 V  est

t' hydrogbne; Y  zestestimétiipuiton ; et Z  est rnethyl; ou A  est

4- chl oroph6bnyl ; BA est4-chlompiéaylophdnyl ; 10 U est O V est

| " hydrogbne; Y  Bestest3-oblaloptiéoyr opyl ; et Z est nmethyl. t5 1& Un procdd6
pour conbattre | ed irmsdrtes qui conprend |'application aux insectes ou dans
| es zones & |iber¥r o8t'pydesgewer de |' attaque par |es insectes d' une
quantite efficacefentestimewdtétci de d' un conpos6 selon |'une quel conque des
revendi cati ons préced@&mMey!:089. Un proced6 selon |a revendication 18, dans
| equel |edit conpbseeété*tc"'a'iﬁmef'qme en une quantitd d' environ 20 0.1 a
environ 1000 gra se? chigeea¥'e  de pref6rence entre environ 5 et environ
200 grammed par hgct & t, * 20, Une conposition insecticide conprenant un.
conpos6 selon |'upe (Z [“gb"ﬁ ¢ des revendications 1 a 17 et un support ou
. . -chloropropyl ; e . .
un dil uant, agrongm ¢ e"(ﬁﬁﬁ}; ADCEDt abl e, pour celui-ci. 25 21. Une
conposition selon | a Fevendi cation 20, dans | aquel l e | edit conpose est

present enty el é?o&g%mél @'ﬂﬁé&é@’&ui%%’m?/&nﬂ%p&%a‘é&%ﬁ mge%te@ﬂ&e&&s Q% h
0, 00005 et envi {4k, 3P préfsger Be pa%cf& o8t FosliRe GRS blah@ eficitbmefidnsediBiad HOF 0sé
pour preparer URQe&AiROqsicdndle &Y RivERCARM SktBqdhaes | a revendication 1, qui
consiste a dissoudre un conpos6 de fornule 35
1 HCGCH2 19, Un probédé selon la revendicatiod31dNddas Maddd ledit composé est appliqué en une quantité d'environ
A- C=N 20 0.1 2 environ 1000 grammes pa¥ hebGiRS dé Brefdiehde@ntfs, entlron Blet Srividh 200 Gr@ttwhes Rk S
gue dMi ni s dansedae.r evendi cati on 1, dans un sol vant aprotique. a traiter
| a selution avec une base forte et ensuite avec un agent d'alcoylation ou
d' acyl ati on af¥popeamgogiton msettividespmpmnaptumPonBosél esldnd'ura duelcdbGueefre@dications 1 & 17
U Bl UntsuggoCol\un diluant, agronomiquement acceptable, pour celui-ci.
25

21. Une composition selon la revendication 20, dans taquelle ledit composé est présent entre environ
i 0,00001 & environ 99 %, de préférence entre environ 0,00005 et environ 90 %, en poids de la
N : composition. '

30 22. Un procédé pour préparer un composé tel que revendiqué dans la revendication 1, qui consiste 2
dissoudre un composé de formule

Z
35
H-C-CH, u B
I
O Nwda—
o A-C=N v )

dans laquelie A, B, U, V et Z sont tels que définis dans la revendication 1, dans un solvant aprotique. 2
traiter ia solution avec une base forte et ensuite avec un agent d'alcoylation ou d'acylation approprié

45 <
pour donner un composé de formule

. .
50
Y-C~CH, v B
N eby—"
55 A-C=N / v

dans laquelle A, B. U. V et Z sont tels que définis dans la revendication 1.

99
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A- C=N \eplgngs heogel le A. B. U Vet Z sont tels
gue definis dans la revendication 1. 99 C 11111111111111111 EP 0 153 127
81 23.“Un proced6 pour preparer un conpose selon |la revendication 1 ou la
revendi c@Bi Umproetdé doun prépasay ye Fomposeé selgn fa revandipatinnjeou darayenditation 24 danb leavel 5

it -C G dans Y agesti grosgeggnt lgforgiloy N-Q et Z  est |'hydrogene; 10

qui consiste a dissoudre un conpos6 de fornmule CH2-CH2 U
Bis N-C- N3 C=N -
V20 5 clans laquelle AL B. Uet V sont telgqye d6finis dans |a

revendi cation 1, clans un solvant aprotique, a traiter |a solution avec une
base forte puis a la trajter gvec un agent d'acyl ation approprid pour
donner un cor‘g)os%a" Bayelle $if O YOG st U B NGN A CN
V30 % .rt pelle A,_B U Vet Y sont tels que definis

ci -desSus et eveff GEFPRASKIOUNC MBI MMY8Uit ou a le traiter avec une
base et ensuite avec un agent d'al coylation ou d' acylation. 24. Un procede

pour pr6parer un cornpose dg.f l e 3s ) G

Z X=C- C- CH2 U EHZ‘%{TZU\ B i >Nc RN

V dans;saquel l e V est |' hydrogene, . ¥5C-N Z est |'hydrogbne.

cycl oal coyl .en C3-C6, aryp_puyR~C qui consi g traiter un conpose de
formule: O X 50 A- C- CH2- & G avec

un n6l ange d' hydrazi ne et de formal dehyde dans un sol vant approprie pour

obtenir un co rrpf_’éa%s gguetleo L@Jb%t v 550§It tels thA:‘ePdéQnisl (?aﬁs Fé%e%er%cat%n){:c%nsaﬂk scé\wgnl}l S

} /By~~~ - protique, & traiter la solution avec une base forte puis & la traiter avec un agent d'acylation
U approprié pour donner un composé de formule

Y-C~CH, U
I
: l ™ N-C-N —

30 dans laguelle A, B, U, V et Y sont tels que définis ci-dessus et éventusliement 2 isoler ce
produit ou & le traiter avec une base et snsuite avec un agent d'alcoylation ou d'acylation.

24. Un procédé pour préparer un composé de formule

35 ) e] A
X\C (ll CH U B
==Ll
]
| > N-C-N /
A-C=N \V
- '
dans laquelle
"V estl'hydrogéne :
45 Z  est I'hydrogéne, cycloalcoyl en C3-Cs, aryl ou R*-Q ;

qui consiste 3 traiter un composé de formule :

0 X
i (1_"
50 A-C~CH,-C~-G

avec un mélange d'hydrazine et de formaldéhyde dans un solvant approprié pour obtenir un
composé de formule :

“ R A



A- C—Nng est di ssous dans un sol vant 3;2,0{53%?@ set est tralte avec un
i socyanate d'aryl e pour donner un conpose ormule: 10 G X=C-CH CH2\ U

B ?5 U , | - N-C N A-C=N
\'V 20 qui eventuel | emrent e(gt i sol 6 ou di ssous dans un sol vant
aprotique et ensuite traite avec une pase puis avoc un agent d'al coylation

ou un agent d'acylation. 25. Un prof¥e@eCBefBg~|a revendi cati on 22 ou 23,
dans lequel |a base forte est choisie parm un hypdgure de nbtal

al calino-texreux, un hydrure de netal alcalipune am de de nbtal alcalin.
une am de de netal 25 al cal i no-t ePreG¥"un al coyle de nbtal alcalin, un
aryle de nbtal alcalin, un hydroxyde de nﬁtal al calin, un hydroxyde de

met al al cal i not er r euxyui dsttisadbLR AANEAR sEhantERprapricat Estlrditd aved Dn BdcHaEIEARIEpIBdoRher
al cal i no-terreux, unudxystlesdle tormial: al cal in, un oxyde de netal

al calino-téfreux, un alcoyl-lithium un aryl-lithium un alcoyle de netal
alcalino-terreux ou un aryle degnetal alcalino-terreux. 30 26. Un proced6
selon | a revendi cation 25, dansl| equel Ia base est la diisopropyl am de de
lithiumou Ie butyllithium 2¥=CthEpFBeec g//kBune quel conque des
revendi cations 22 a 26, dans lequpl le sohu aly aprothue est choisi parm
un di al coyl 6t her, un hydrocarbu e altphaflque droear bure aromati que.
un al cool 35 al i phati que, ﬁﬁalcoylanlde u e am ne, |'anmmoniac, un
di al coyl sul foxyde, une dialcoyl sulfone ou une pol yal coyl am de
phosphorique. 28. Un procece selon |a revendication 27, dans |equel |e

sol vant apeeti que estuiéeeniustiomenagisfé qualisseus dang up g""a@ﬁ"'ﬁ?"ﬁ%%‘@ﬁs“gﬁ' 3if ayeg une
revendi cation 22 ou ?ﬂse ptl‘éﬂ‘éecl"%éﬂ?éq d ﬁ'°°éf©‘@ﬂt’” ¥ a&P’éB)?FVéFE'?'bn est ch0| si parm

| e CN.,orured e ured
sul fate de ma I orUﬂ re(g? tloaggﬂr? %a\és Bue‘ IEJ as§|f | h.o ﬁ r{m u cL;ydn(.;rtelde

di cation 2 a% camo ux n de metal lpalm G Cali un am,a%em a
reven Ic AC)

el al A% 5&‘4 lm un% Kt WJ&

a élcalm un

parmi |es enlor notdh m@{apa( 6o uwco&aLg Sl s, un
Ca?l)cﬁyl €, un Ch 9)( SQJ HQLIQIC maJnYJ dg R\é calmo-t&l%ﬁ - Grpy 1Ritniuklun

ate d' aryaﬁo 1k dx&é?ﬁM@iHo%#e oé‘ 4o e méthl alca"aﬂ&béﬁélﬁ e ary e, un
i sot h~6cya- nate dya | coyl e. un isothiocyanate d' aryle, un chlorure de

di al coyl car bagiumlpRicsddeibiih AveHalRhieh 08, MBistaqdsl &l Hasydsia diléBorédYamice b iitRlM iRt €

d aryle, urd camnbgmthiui) de de di al coyl e, une carbodiimde d' al coylaryle, une
carbodiimde de diaryle, |e gaz carbonique ou |l e disulfure de carbone.

|- 31. Un pro2kes pgeéddBeibral'unegieikaigoaddsdsveRRaticd8 22021262 dans @aresie lsaganedprdtique est
reacti on d' al coyhasi pami wgiatordher.an ihgirocabire piphatiere an ydwpaEburscarpaatiade. urealcool
conprise enjre @lirhatiogn uneldoyi@nide. upmariine FanPBOiaCup dinchyhulfyis. yerdjalsdd sefione ou
tenps conprise &n pavaisendmiderphadsphasigésnde et environ 48 heures. 32. Un procec6
selon | a revendication 31, -dans |l equel |la r6action est r6alis6e a une

t enper at ur e c@ﬁwﬂ"lpscﬁecé selprula gaqgndicalion 27 gans legpel i solvanb pprotigns 9@ ‘%fet’ﬂﬂﬁfﬂgﬁf‘"ﬁj ne
peri ode de tequmco |§e entr% §gxlron 10 nlqgheg e%v F“ 5 WW’
AR ORI A A4 ) ie RIS P S ekt 5 2ol g ey ﬁyle Fa

111111 111111 IlJn roc krl ! rev atB %E %3 3\224 &1\5 @e‘ &\t 8‘§%Iafmtoéstsého@d%

hydr ocar bure C ,E gg {gr\ﬁ‘, cﬂlUrotWr%t EhideB¥bintate

procéde selon | Q:ar[) \éﬁ uR Bar ate R, UnG3kifRhatd @ak%@ Vu?trgocﬁpﬂé S8k, Qmes%thnocya
constitu6 par |eg.g aEE\HH @n 9 SB AR BRR, urkhiorure de dialcoy! carbamoyle, un chiorathioformate

d'alcoyle. un chiorothioformate d'aryle, une carbodiimide de dialcoyle, une carbodiimide d' alcoylaryle

ethyle, le s

une carbodiimide de diaryle, le gaz carbonique ou le disulfure de carbone. -

31. Un procécé selon la revendication 22, 23 ou 24, dans lequel fa réaction d alcoylatnon ou d'acylation est
réalisée & une température comprise entre environ -120 " C et environ 200" C pendant une période de
temps comprise entre environ 1 seconde et environ 48 heures.

50

32. Un pracécé selon la revendication 31 dans leque! la réaction est réalisée & une température comprise
entre environ -78° C et environ 100" C et pendant une période de temps comprise entre environ 10

§5
minutes et 1 heure.

33. Un procédé selon la revendication 24, dans lequel le solvant approprié pour la réaction avec {'isocyanate

-
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Ansprtche 1. Verbindung der For gl
1021 Y-Ccap V BI1i5 #lo 183 12781

7 54 NCN | /\ 20 : _ _

20 wobei 2Qfryle est choisidvarmi un hydrocarbure chidikd, & tBadRIdfktaGe Al Wle diie tertiaire.

25 B di e Bedeutung Aryl hat; U di e Bedeut ung O,
S oder & Qnlpatcédé\selon la revendication 33, dadnsceddeldessivam gpd/drsié estsorafitlié paf B2hiG0re de

) Cycl oal kydéthyldneyl oder R4-Q hat; Y bedeutet: niedriges (Cl
-Cc) sgerad- oder verzweigtkettiges unsubstituiertes oder substituiertes
Al kyl, Aryl, oder eine Guppe mt der Fornel 30
35 Anspriiche

- G, 3 wobei X die Bedeutung O, S oder NNQ hat; Z
bedeut et Vpindupdefiormel (C3- Cr) Oycl oal kyl, Aryl, R4-Q nit der Mafigabe, daB
wenn¥Z di e Bedeutung Wasserstoff hat, Y d| e Bedeutung

40 | 45 4

-GG 45 hag; und mt der Ml gabe, daB Z nicht die
Bedeut ung Methyl hat, wenn Y di e Bedeut ugg Met hyl hat; Q

bedeyget: 50 Y-C-Cﬂz\/\ass st@f, Hal ogen, Cyano. Nitro,
OR, RAOR, QO2R, ORAOR , . \CONR NRRZ NR COR2. N(COR ) COR2,
CSRI SR, SOR . SR . NR SCRZ R4S Ngg » SRASR , SNHSR . SNHSO2R',
CONHSR , OCOR . R, O(=NR )R, ICOR * NR SO2R2, NR CSR2.

Al kenyl (CR = CR2R3), Al kynyl ( ode\ AryI 55 1021 1 1lill Ti

| 1 , EP 0163127 Bl Rl, R2 ui}g_ bedeuten Vunabhangi g. Wasserstoff,

Hal ogen, Cyano, Nitro, Hydroxy, Al koxygruppe (OR) mt bis zu vier

Kohl\e-ﬁstoffatorren ei ne Am nogruppe (NH2 ), eine Al kylam - nogruppe (NHR)
mt bis zu sechs Kohl enst of fat onen, eine Di al kyl am nogruppe 5

(NR2) mt "§ ?ﬁbhangl g bi. s JJ tsecﬁpq KohI enstof fatonen in jedem Al kyl anteil,

ei nezCar box{ gruppe ( eu%"g Y rbal koxygruppe (CO2 R) mt bis zu sechs

Kohl en- stoEf at onen, e&g ‘% Qrwbggtuppe (COR) mt bis zu sechs :
Kohl gnst of f gt onen, ei NBe MQ&#(B}%W Riviodbli f-Zib:S€ChS
Kohl erfst of f gt omren,  ei ng,utad E]"ﬁbdnges (C1-Ge) gerad- odeX AWAIHEHRRS ﬁs@}u&%nes%HR oder

CONR2) mit Unabhang' g QJbs%tu?ér'tesSﬂ kol Aryi, @der eine Gruppe mit der Formel
Kohl &stof fatomen in jedem Al kylanteil, eine Carbanoyl gruppe (OCO\IHZ

-c-6

35 c-6,

wobei X die Bedeutung O, S oder N-Q hat;

z bedeutet:
Wasserstoff, (C3-Cs )Cycloalkyl, Aryl, R*-Q, mit der MaBgabe, daB wenn Z die
w Bedeutung Wasserstoff hat, Y die Bedeutung
X

45 _ -C-G

hat; und mit der MaBgabe, daB Z nicht die Bedeutung Methyl hat, wenn Y die
. Bedeutung Methyl hat;
Q bedeutet: _
50 Wasserstoff, Halogen, Cyano, Nitro, OR’, R*OR', CO2R’, OR*OR’, CR'R?2R?,
CONR'R?, NR'R?, NR'CORZ, N(COR' YCORZ?, CSR!, SR', SOR', SO:R",
NR'SOR?, R*SR', OR*SR', SR*SR', SNHSR', SNHSO,R', CONHSR', OCOR'.
R', C{=NR’ )R2, COR', N3, 0SOzR', NR'SO2R?, NR'CSR?, Alkenyl

(CR' = CR2R3), Alkynyl{C = CR'), oder Aryl;
55
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- oder OCONR2) mit unabhangig bER 0153492 Bs Kohi enst of fatonmen in jedem
Al kyl anteil, ein Sul f hydrisl, eine Sulfinylgruppe (-SOR) mt bis zu sechs

Kohl ehst offatonen gi ne.sul f onyl gruppe (-SQ2R) nit bi s zu sechs
Kohl enst of fat o- Hef: "ISfe &§F E}

Kohl enst of f at onen, eine rs “"abh

bis zu sechs Kohl enstoffatd

mit bi vj r hie t a mo
HR) ?sé)zﬁ Sechs Kcﬁ%@g inen
mt unabhangig bis zu sech§ %ﬂ: Ib
Ami dogruppe (NBCOR) mit un i

minggrup

'Fs u s jténl 3?

Ls.n%ecs y Y e
Al kyl anteil, ein Alkylsulfaqpam, rbbH y ﬂgl'tﬂs s%cl?s‘koﬁl ﬁ'atomen
Kohl enst of f at onmen in j edememelﬂkh@)?l% b peQbﬁ@R Jurlb&gﬂlih'lengtgffatomen eine Carbo-
bonyl gruppe (CSR). mit bis %mﬁé‘fﬁﬂfb%( @cﬁm) mlLdaBhihiiy 618 B Sasuppe
(NRCSR) mig¢ unabhangi g bis @ue&m&&ndﬁomkmmmama QINE Barbdindy QPP Bckmhant ei |,
ein Al kyl sul fonam d ( NRSOR)OGUNHRWASTDTDNG: GnilinsohdngiiiiiSsedte Rbiddhsbtdrzh amen
in jedem Al kyl anteil, eine jddeminglantapéen SdthlRpind Bifinpiyduppe 1 SORIMY big zbseBhsz U
sechs Kohl enst of f at omen i n KobldetuitAdren dnt Sifdnylg@ppe (1S0sBIDET bid 20 se¢hs &shiapstaftato-
substituiertes 25 men, eine Sulfonatgrup@pdfGSOkRtMiT kipors seahe Kohlenstoffatomen, eine
verzwei gt ket ti ges ni edri geAly®liogrupies (BRI rhiy/is zu( s8Fs BBhlgnSptidtanaainkajr SuformmidAr |
R4 di e Bedeut urfg§O8H2. 30Nk 9deGSO2NRz) mit unabhéngiglyiezuBeehs ipiigngtofas- C6
) Cycloal kyl, Aryl oder R4- Q‘Qﬂéﬁledemﬁkyl?otelhﬁ'"sbmg@fuppe (NBGOR) mi unpbhigingig big zu
ei ne ganze Zahl von 0 bis Bechs#etuenetafatompg ifdedemifllyianteilyeip AkyjsylfengmiddNRSOR) mit
Substituent im Al kyl ant e| I 'ﬁ?‘@?'@ﬂ t{bsoeé'rse‘iﬁ‘ﬁf( tf?ﬁa@mei' @Hedéi“rﬂky'éﬂ‘é\' sipg/Miyithiqepr,
kann aus fydroxy, Halo B ',t big, A "‘h BMIAEEIPC i t

bis zu vier Kohl enst offat or‘%y' F%( n ° y sK ,'qr; dto';'f'aﬁ,men ,,?" o
Al kyNami nogr uppe (NHR) ni t ;BPYS” |ar%t ' eme ,ml A rup a ek o 2ysecns
eﬁl%ﬁ §stl % tl

D al kyl am no- gruppe (NR2 )Ko%mg
el . Q
atomaﬁ gt el ne Aﬁdk&i g%r ony g(rsu%%)ngchcg

in jedem 4l kylan- teil,
(C®2R) mt bis zu sechs Ko

mt bis zu sechsgKohl enst of eeeaglmﬁgn ei ne Al kanoyl oxygruppe (OCOR) mit bis
zu sechs Kohl enstoffatorren to. ei ne Car boxan dgr uppe

(CONHZ2, CONHR oder CONR2) mt unabhangi g bis zu sechs Kohl enst of f at nin
jedem Al kyl anteil, eine Carbanoyl oxygruppe (OCONH2, OCONHR oder @W mt
to

gig. Wassglp stoff, (Halogen Cy) s bl 2 Zug@géhs PPRi t

=

)

unabhangi g bis sechs Kohl enst of f at onen in j edem Al kyl anteil,

Sul fhydril, eine Sulfinylgruppe (-SOR) mt bis zu sechs kohi enst ff

ei ne Sul fonyl gruppe (-SO2R) mt bis zu sechs Kohl enstof f at o-

men, eine Sul fonatgruppe (-OSX2R) nit bis zu sechs Kohl enstoffatonen el ne
Al kyI t hi ogruppe (SR) mt bis zu sechs Kohl enstoffatonmen, ein Sul f onani d
(SC2 NH2, SO2NHR_oder SC2NH® nit unabhangi g bis zu 98hs_KohI enst of f at o-
men in j edem Al k§l anteil , é‘%dﬂmnﬂéﬁr%ﬁﬁ’ﬁbg'mydeﬁﬁ GAaangi g bis zu
sechs Kohl enst of fatomen in jedem Al kylanteil, ein Al kylsul fonam d ( NRSO2R)

m t
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20 unabhangisg f)éﬁ sechs: Kohl enstoffatonen in jedem )

Al kyl anteil, eine Al kylthjocar- bonylgruppe (CSR) mt bis zu-sechs

Kohl enst of f at omen, ei ne Thi oam dgruppe (NRCSR) mit unabhangig bis zu sechs

Kohl enst of f ahorren i n | egl@rgafielshiacd ®bis 10 8iasutdy kyl sul fonami d (NRSOR) nit

unabhangi g bi s zu sechswdselbesBsdsiitoatiesabstituentjirk ARPaYillgicR Bder Uidterschie@ign

| m dogr uppe ( N( COR) COR) eitfsl ciderttiiehbibinigihrgaul Hgdray, 8pirs Camo, Nitro, oder eine Alkoxy-

Kohl enst of f at onen i n | egtappe A0 yritaoistze ivier Kabiastofiaiomen, Siny Aginogypee (NMae@ine R ei ne

Al kyl gruppe nmit der angtigddorsmgmppariBiafminiszultedis alenstbadmenssine Diatkgiamied-; und

wobei Aryl bedeutet: Phgrugpe (NRyamitweabbéngigtissauiseehs Kpttlenstoffatogion in jdslem Alkylamf

Substituenten, die unabthrige Garbaxygyenned kTQ2Hs pinel CarbalkowyaruregXFORR) Imit bigeek sewbs s e

substituiert mt eins bXehlesstetiatomersgine Alkylcarbonylgruppe (COR) mit bis z&gdshs Kohlgestafien,

di e unabhangi g ausgev\gh‘?‘?m%‘r?mWVWVQQPH%W%;%P'Fé‘d?*'&é??h'm%m”ﬁ%ycI us,

nmt bi's zu zwei Sti ckstBIFEHVMAINIEIURPSCONHEFONHE oder CONRe)mit (aRbANSIgRiSZUZ U Zzwei
titu-

Schwet el at onen und bi s s\ﬁ°ﬁ’ "
iert mit ein bis vier 'ﬁ°d I éﬁ?ﬁ?’ E} e§|nd
é eﬂ? g iS zu sechs éenso ato

oder einen sechsgl i edrlgg’ S bis

i 35 Nnsto atomen me u
Zu z 5I n, em Sul na u I‘P i ZU S S oﬁlgns \ﬁﬁ:t&men ine .
Schwef'el at onen und ei nsAI ©Hnlenst e @RE sin T
substituiert sind mt b ﬁﬂﬁa‘éﬁh b8 2404, Q,h fotUS W
ausgewghlt sind W menm edem %, 5] Phit uhkohdiddig COZ2RI,
CONR R2, CR =CRZR3, C= nsto men tetl eﬁ sulfohdA i (NRSO. m@O?Z,
SFs, SSF3 OCF3. OCFZH ZB%ehs &&oﬁat&ﬁl%&’ﬂeae vahteil, e Siddimdcamder

N( ) COR2. und | andwi lio'hﬁg‘r T«bsn; hhit bRzl E&thH RéhRnsicHabmMed] 3 MhioamidgPpddi Ndung
nach™~anspruch 1, wobei (NRCER) mit undbhidgig tit zuRBechs RnlerNdtfatdmen iGedémTanYiantbit eih N
Anspruch 1 45 def i nAlitsti®nidaid NRSORPmiN ad2Bitingip Bis Yu sechd Kullehstdifitp@enint der
Formel x 50 jedem Alkylantgil, eine Imidogruppe (N(COR)COR) mit unabhingig bis zu sechs

G bdeet et, wobei X di e RBbsesffatogerOn jeBoro disylariéil(ddandine Anyigiugipe, wobki & eBedeut ung
Wasser st of f, (C3- CS) CycAledanippé mit devzngsgetienan Anzahbwn didiensioitdtaen bedeutet ws! Ar y |
oder, R4-Q hat: und | andedopitAse hedeetet ch vertret bare Sal ze davon. 3.

Ver bk‘ﬁdung nach Anspr uchheny!. wabieise srbstiiert miveins S firhBubstituenign. dg upshiangiadi e i n
Anspruch 2 definierte 13yagewahit sindjaug Wy flaphthyl) wahiwpisq gupstituiertjmit eirs jbis|siebgn) |

EP 0 %53 127 Bl Bedeut uPHstiiepian digyarbhingia aysaewihilipind pun W <inge (ipqteciqer pfes
oder substituiertes Phefig1cn it bisgu 2weyStickpi r‘igztl % SaerstoffAPeRs fer
substitui ertes Phenyl Sctl’vefe‘ﬁ gen é‘fig'ﬁf‘b ” iwarse s“bsm\’/

it gi hit sm oder
die Bedeutung vasser st okl % S mcyii . d%&ﬁﬁsm g Jazu §Wﬂ
SUbs 8 u S y auersto at us zu zwei Sgrkwe?ela mLéPBr?d Jﬂs sto

I -G atomen, die wahlwens_e substituiert sind mit eins bis vier Subsmuenten die
unabhéngig aus W ausgewihit sind

w bedeutet:
Halogen, Cyano, Nitro, R*, CO2R', CONR'R2?, CR' =CR2R3, C=CR’, SR', OR’,
NR'R?, SOR', SO2R’, 0SO2R', NR'COR?2, SFs, CF3, OCF;, OCFzH, SCF;,
OCF2Br, SCF2Br, SCF2Cl. SCF2H. NR'S02R? oder N(COR"COR?;
und landwirtschaftlich .veriretbare Salze davon. '

_ 2. Verbindung nach Anspruch 1, wobei A, B, U, V. Q. R, R', R2, R3, R*, G und n die in Anspruch 1
45 definierte Bedeutung haben und
'Y  eine Gruppe mit der Formel

50 -A-G |

bdeutet, wobei X die Bedeutung O. S oder N-Q hat: und
p4 die Bedeutung Wasserstoff, (C3-C¢)Cycloalkyl, unsubstituiertes oder substituieries Aryl oder
R*-Q hat:

% und landwirtschaftlich vertretbare Saize davon.

3. Verbindung nach Anspruch 2, wobei R, R’. R?, R® und R*, G. Q und n die in Anspruch 2 definierte

I

T




bedeut ét, wobei X di e Bedeutung 0 oder di e Bedeut ung
Wasserstof f, (C3-Cs)Cycl qal kyl ,. unsubs%pspll]?%?%%gpoder substitui ertes Phenyl
oderiR4-Q hat; und landwirtschaftlich vertretbare Sal ze davon. 4.

Ver bi ndung nach AR RAdPEbea ungobei A, U, Y. Z.. Q R R, R, R3, R4, Gund n
die in Anspruch 3 £0 e Bedihud\irBlitkRuibRIBM: WMGAMEE PrHpUa®  di e Bedeut ung

substitui ertes Phenyl ¢ib8édsutdifunMibstituisHes odde sidbtiiiiigs Mm@kt of f,
unsubsti t ui ertes ager dis BE®iubdID 6dek 8BatPhenyl oder R4-Q hat; und

| andwi rt schaft| i chv veuis Bedebangwisadrateft, (3 v Cyci@iky!, tnsubéettibiites dodt gutisatGibrieA\RBYDYILbE
4, wobei U Y. a R RE\-QR®; R3, R4, Gund n die in Anspruch 4 definierte
Bedeut ung haben AY  eneGipmaitdentprmeisubsti t ui ertes oder nonosubstituiertes
oder disubstituiertes Phenyl hat; B die Bedeutung nonosubstituiertes oder
di substituiertes Phenyl hat; V die Bedeutung Wasser st of fx oder R4-Q hat;

30 Z% di e Bedeutung Wasserstoff, unsubstituiertes pder

substitui ertes Phenyl oder R4-Q hat; und | andwi rtschaftl i @/ertretbare

Sal ze davon. 6. Verbindung nach Anspruch 5, wobei V, Z, Q R R, R2, RS,
R, Gund n die in Ansqeséwipeidedid Brdginirg CRReies/hddngd haben und A die
Bedeut ung mpnosu bst i t tib B6detEngssBarbtoh) 8a:Cs Bycloalidli, hstiRbtGibtds Bor substituiertes Phenyl oder
nonosubst i ti ert es Phengihathat; U  di e Bedeutung O hat; und Y die

Bedeut ung 0 40 |-a- herid, land®irtschaftiich vertretbare Salgb dagamd Wi rtschaftlich vertretbare
Sal ze davon. 7. Verbi ndung nach Anspruch 6. wobei A nonosubstituiertes
Phenyl bedeut ét . Veritsigng mhelr ASaioght 3, wolen, WY .eZ. BeRldit RfnG°. Rt..@omd n@lelimAnsprBidm
Trifluornethyl, dRfiniérieRsdentnbbobpn widi f | uor met hoxy oder Met hyl hat; 50

B  nonosubsti t ui & t ede Pesuing ybsiigrtes Premybbatiundier Subst it uent di e Bedeut ung
Fl uok.s Chl or. Broi‘h. dig BedeuinaNasssrstoft. ypsupstiyyisitasepe| SuBstituipstas| Phesw L RdprH sQhat:

Car boret hoxy, Car boet W@dw'ﬂﬁf‘ﬂ?@éﬁﬁ’ﬁ“ﬁﬂﬁf’”%t hyl t hi o oder

Met hyl sul fonyl hat : i e Bedeutun

V. bedeutat 5 @@Fg\m—w Arepriit wg@gg R T, gdﬁéﬁra&"%%rvc%4def1"'e"e |
ver zwei gt ket ti ge dﬁ 61 eutﬂI ert tlgdrteeg url%§tols$bl§|t%tger> eg de dls Ist{tune es%x ﬁﬁgt (O
-6 ) Al koxy, niedr ﬁ gef tun o o%@ylm&m%euss ot hd!

subsktui ertes Ar i t Xssor X die Bedeut ung
O oder S ha}() und Rl Wsgpbddy S¥érsto s&.tﬂ#eﬁefstodér%ﬁbst.t@é@d%%edw R A AP

und landwirtschafttich vertretbare Salze davon.

6. Verbindung nach Anspruch 5, wobei V, Z, Q, R, R', R?, R3, R*, G und n die in Anspruch 5 definierte
Bedeutung haben und
A die Bedeutung monosubstituiertes Phenyl hat;
B die Bedeutung monosubstituiertes Phenyl hat;
U die Bedsutung O hat; und
Y die Bedeutung

35

~ ) ' ' .-é—e

hat,
45 und landwirtschaftlich vertretbare Salze davon.
7. Verbindung nach Anspruch 6, wobei

A monosubstituiertes Phenyl bedeutet, wobei der Substituent die Bedeutung Fluor, Chlor, Brom.
Trifluormethyl, Trifluormethoxy, Difluormethoxy oder Methy! hat;

B  monosubstituiertes Phenyl bedeutet, wobei der Substituent die Bedeutung Fluor, Chior, Brom,
Trifluormethyl, Trifluormethoxy, Dnﬂuormethoxy Carbomethoxy, Carbosthoxy, Carbmsopro-
poxy, Methylthio oder Methyisulfonyl hat;

u die Bedeutung O hat; und

50

56
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(C, -C6 )Al kyl heteroal kyl, wobei s [ tuent oder Alkylanteil niedriges
(CL -C4 ) Al koxy, niedriges (Cl- &F?A?i%féjffenyl , unsubstituiertes oder
substit ui ertes Phenyl sul fenyl, niedriges (O -C4 )Carbal koxy, Cyano oder

ni edriges (@l -gsbedtetAl kyl het eroal kyl ist; Y di e Bedeutung 15 0 20 hat; Z
di e Bedeut ung Vévasenssf ofetrges (02X i) gaadkbiiges ot vortweigiettigd@hsubitabasE ddetli €1 t €S
odor substit ui esubstsuidilae AW, nlvadiges (0185 GAlkoxy, RGeS E4-Cs Pikylsulfenyl, unsubstituiertes
Wasser st of f, ni edr suyettuigres Adgsditddky| , ni edriges (Cl-C4 ) Al koxy, niedriges
(G- )A kyl ami no, niedriges Dial kyI am no mt unabhangig eins bis vier

Kohl enstof fatomen in jedem Al kyl anteil, oder PhenylX und | andwirtschaftlich
vertretbare Sal ze davon. 30 8. Verbi ndung nach Anspruch 7. wobei A

bedeut et: 4-Chl or phenyl, 4-Bronphenyl, 4-Trifl uorne ‘Fm phenyl ,

4-Trifluormet hoxyphenyl oder 4-Difluor- nethoxyphenyl; B bedeutet: 35

4- Chl"®r phenyl , wbs% Redeyting Qrodes B hasrvad Rbwig rfepspuch Gﬂﬂfwﬁhﬁb&ymWwyl

4- Car boi sopr o- - ﬁ P’°a"ﬁ" PP 85 SHbstent pr Alkyjanteil niedriops (CrSr MBPHoxy pheny! |
4-Trifl uor net hy F" Afgdsulierpyl, irsHbsyiyle orsuRstituigriayPhenylsultany. sieghgsheny | © U
di e Bedeut un hé abalkoxy {3y 8't“'°d()%e§§‘é‘r Ity hetpakalEt ~ vet hyl sul fenyl .

2-Ni t,r ophenyl su‘i’ ?ﬂ?Pt“"QCar bonet hoxy, Acetyl, Trifluorace- tyl, Fornyl odor
Met hdxal yl; Y di e Bedeutung 0 4.5 -[-G hat Z bedeutet: 50

Wasser st off Met hyl , Phenyl, 4-Chl orphenyl. 4-Trifl ébrmethyl phenyl,

4-Trifl uor rret hoxyphenyl . 4-Tri fl uort hi omet hoxyphenyl

4-Di f | uor met hoxyphenyl oder 4-Di fl uorbront hi onet ho nyl: und G .
bedeyset: Hydroxy. Methyl. Ethyl. Methoxy, Ethoxy. D nethylam no oder
Phenyl : und | angii rtschattlich vertretbare Sal ze davon. 9. Verbi ndung nach
Ans F}F—u ch 8. 2wobeié Beeutungdiassdiaatt: nibdriges (¢ -Ch hAtky pdderupsubtintieried 68 substituiertes

D 1131111 D1 f 1Rnefyi hétdubd EP O 153 127 B1 B di e Bedeut ung

4- Chl or phenyd hizedsutdt) di e Bedeutung 0. hat,

25 Wasserstoff, niedriges (C:1-C.)Alky!, niedriges (Cy-C¢ YAlkoxy, niedriges (C1-Cs )Alkylammo
niedriges Dialkylamino mit unabhangag eins bis vier Kohlenstoffatomen in jedem Alkylanteil,
. oder Phenyl;
— und landwirtschaftiich vertretbare Salze davon.

30 8. Verbindung nach Anspruch 7, wobei

A bedeutet:
4-Chlorphenyl, 4-Bromphenyl, 4-Trifluormethyiphenyl, 4-Trifluormethoxypheny! oder 4-D|ﬂuor-
: methoxyphenyl;
B bedeutet:
35 4-Chiorphenyi, 4-Bromphenyl, 4-Carbomethoxyphenyl, 4-Carboethoxyphenyl, 4-Carboisopro-

poxyphenyl, 4-Difluormethoxyphenyl, 4-Trifluormethoxypheny|, 4-Trifluormethylphenyl, 4-Me-
thyithiophenyt oder 4-Methylsulfonylphenyl;

u die Bedeutung O hat:

Vv bedeutet:
Wasserstoff, Methyl, Methylsulfenyl, 2-Nitrophenylsulfenyl, Carbomethoxy, Acetyl, Trifluorace-

— tyl, Formyl oder Methoxaiyl;
Y die Bedeutung
. 0
45 !
- ) ~-C-G
hat;

Z° Dbedeutet:

' Wasserstoff, Methyl, Phenyl, 4-Chiorphenyl, 4-Trifluormethyiphenyi, 4-Trifluormethoxyphenyl, -
4-Trifluorthiomethoxypheny!, 4-Difluormethoxypheny! oder 4-Difluorbromthiomethoxypheny!;
und

G bedeutet:
Hydroxy, Methyl. Ethyl, Methoxy, Ethoxy. Dimethylamino oder Phenyl;
und landwirtschaftlich vertretbare Salze davon.

50
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9. Verbindung-nach Anspruch 8, wobei
A die Bedeutung 4-Chlorpheny! hat, I e
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\Y,
Bedeut ung Met'hyl hat, und G
Bedeut ung 4- Chlorphenyl hat ,

Bedeut ung 0 hat, gV a,egéogu@%dpé;ﬁo%gn Yiag s
20 | 4 G §dbadedithg O hat, 2

dl e- Bedeut ung Et hpxyd,glg;deutg{zqnasee,stoﬂ,g{ e Bedeut ung 4- Chl or phenyl

di e Bedeut ung 4- @l ogigBaeitlnghat ,

e e o s s

di e Bedeutging Wasserstoff hat,
Bedeutung Methyl hat, und G
di e Bedeut ung 4- Chl or phenyl.
di e Bedeutung 0 hat, V
Bedeutung .46 sOo~~~~~~~~~~~~
die Bedeuﬂmng Met hoxaat, hat ;
B

15

<< cCcm>P

20

hat,
25

30

<<CcCwW>»ON

die Bedeutung

35

hat,

<<Cm>» O N,

die Bedeutung
.45 o

50
hat,

55

< CwW>OON

di e Bedout ung Wasserstoff hat,

hat ,
di e Bedeutung Car bonet hoxy hat=-

oder A
di e Bedeut urzg A4dicBddeitiigamytyl Hagtind U
'Bedeut ung Acetyl Ghatdie Bédiéutung Mokl Hab3det 27 Bl
die Bedeutung 4-Chiorphenyl hat,
die Bedeutung 4-Chlorpheny! hat,
" die Bedsutung O hat,
die Bedeutung Wasserstoff hat,
~ die Bedeutung -

Y Bedeutung 5 0 hat, Z
die Béﬁﬁ%f%hﬁ”ﬁﬁ&hoxy hat; oder A

di e Bedeutung 4- Chlorphenyl hat ,
erstoff hat, Y
die Bedeutung Met hyl

B U
hat ,
hat ,
U di e Bedeutung 0 hat, 30
Y di e Bedeutung 0 35 hat, Z
di e Bedeutung D net hyl am @ hat;
B di e Bedeut ung 4- Chlpr phenyl
-G die
di e Bedeutung Met hyl hat, und
di e Bedeut ung 4- Chl or phenyl hat,
di e Bedeutung 0 hat, V
Y di e Bedeut ung

di e
oder

hat, Z

die Bedeutung Methy! hat und

i Bedeutung Ethoxy hat: oder
die Bedeutung 4-Chiorphenyl hat,
die Bedeutung 4-Chlorphenyl hat,
die Bedeutung O hat,
die Bedeutung Wasserstoff hat,

die Bedeutung Methyl hat, und

die Bedeutung Dimethylamino hat;- oder
die Bedeutung 4-Chlorpheny! hat,
die Bedeutung 4-Chlorphenyl hat,

die Bedeutung O hat,

die Bedeutung Carbomethoxy hat,

die Bedeutung Methyl hat, und .

die Bedeutung Methoxy hat; oder

die Bedeutung 4-Chlorphenyt hat,”
.. die Bedeutung 4-Chlorpheny! hat

die Bedeutung O hat,

die Bedeutung Acetyl hat,

g

die

di e

di e

di e Bedeut ung
und

G
B
Vv

A
hat ,

U
G

55
di e



05 153 1
.5-G hat, Z di e Bedeut.ung N@th ? ?ﬁizT?ﬂuj G di e Bedeut ung Met hoxy

hat; “eder A di e Bedeutung 4- Chlorphenyl hat, B di e Bedeutung

4- Chl or pheny| Idia Bedeptungdi e Bedeut ung O hat, V di e Bedeut ung
Trifluoracetyl hat, Y di e Bedeutung 15G15 0 20

20 hat, Z di e Bedeutung Methyl hat, und G die Bedeutung Methoxy hat;
oder A di e Bedeut ung 4- Chl or phenyl hat, 25 B di e Bedeutung
4- Chlorphenyl hat , -C-G

25 U die Bedeutung 0 hat, V di e Bedeutung Fornyl hat, Y die
Bedeutung 30 hat

0 z die Bedeutung Methyl hat, und 30 .hat, Z die Bedeutung Met hyl
hat , ,qund die Bedeutung Methoxy hat; oder
35 G dle Be&@ ng@dChigseperiytiat. oder A di e Bedeut ung 4- Chl or phenyl
hat , | Q&Ctﬁw H@hyl hat, U di e Bedeutung 0 hat, V
di e BedeutuV @@ Y die Bedeutung 45 '
4 G ~mmmmmml 14 “Es?&yﬂqmjmora@iyl hat, -G

75 p Lo UL SRS 45 hat, Z die Bedeutung
thhyl hat, und 50 G di e Bedeut ung Met hoxy hat oder

sO A di e . Bedeut ung 4- Chl or phenyl hat, B di e Bedeutung 4- Br onphenyl
hat, U di e Bedeutung 0 hat, V di e Bedeut ung sserstoff hat, 55
55 108 ot T i Fii I * C L M S*‘-GEP0153;I.27BIY

di e Bedeut ung

. hat,

o die Bedeutung Methyt hat, und
die Bedeutung Methoxy hat; oder
die Bedeutung 4-Chlorphenyl hat,
die Bedeutung 4-Chiorphenyl hat,
die Bedeutung O hat, '
die Bedeutung Formyl hat,

die Bedeutung

25

< <CWroN

30 ) 0

hat,

die Bedeutung Methy! hat, und
die Bedeutung Methoxy hat; oder
die Bedeutung 4-Chiorphenyl hat,
die Bedeutung 4-Chlorpheny| hat,
die Bedeutung O hat,

die Bedeutung Methoxyalyl hat,
die Bedeutung

) N o (!

hat,

die Bedeutung Methy| hat, und
die Bedeutung Methoxy hat; oder
die Bedeutung 4-Chlorphenyl hat,
die Bedeutung 4-Brompheny! hat,
die Bedeutung O hat,

die Bedeutung Wasserstoff hat,

35

<<CcCcom>»>OmON

50

<KCO>»>6ON
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0 hat, Z di e Bedeutung Met hyl hat, und G di e Bedeutung Met hoxy hat;

oder A di e Bedeut ung 4- Chl orphenyl BP0 153127 BUi e Bedeut ung

4- T i,f I uor met hyl phenyl hat, U di e Bedeutung 0 hat, V di e Bedeut ung
Wasserstoff hat, 15+ Y die Bedeutung 0 20 hat, z di e Bedeut ung

Met hyl hat, und G ‘H‘?%"dé‘éﬂﬂﬁ'utung Met hoxy hat; oder A di e Bedeut ung
4-Trifluornmet hyl phenyl hat, B di e Bedeutung 4-Trifluornethyl phenyl hat, U .
di e Bedeutung 0 hat. V di e Bedeut ung V\asserstoff hat, P di e Bedeut ung

30 5 .}lx 0 hat.
3.5 Z . die Bedeutung Methyl hat, und G d| e Bedel 'Lﬁ19 Met hoxy hat ;
oder A di e Bedeutung 4-Chl orpheny|l hat, B di e Bedeutung

4-Trifl uornet hoxyphengh hat, U di e Bedeutung 0 hat, 40 Vv di e

Bedeut ung Wasser stof f ihBadeutong MeifiythaBugfeut ung - o hat . z di e Bedeutung
Met hyl hat ,s,ound 5§  die Bedeytung Meffoxy 36 Q€Rit ung Met hoxy hat; oder A~ die
Bedeut ung 4- Br onplen 'ePPfﬁum’B“'Chbéﬂhé"VH@éieutung 4-Tri f1 uor met hyl phenyl hat ,
U di e Bedeut un 0 ?\%1 ede"{}“"g 4'Td'f"é’"§é'a’é?ﬂf'l¥h'§ Wasserstof f hat, 55 EP O
153 127 B1 Y ﬂhZ di e Bedeutung Met hyI hat, und tO
G di e Bedeut un NE "h tu asi?ﬁséd @hdwi rtschaftlich vertretbare Sal ze
davon. ” g 10 10. Ver bi ndung
nach Anspruch 1, wobei A B, U, V, Q R Rl, R2, R3, R4 udd n die in
Anspruch 1 definierte - ! e

20 .
hat,

die Bedeutung Methyl hat, und

die Bedeutung Methoxy hat; oder

die Bedeutung 4-Trifluormethylpheny! hat,
die Bedeutung 4-Trifluormethylphenyl hat,
die Bedeutung O hat,.

die Bedeutung Wasserstoff hat,

die Bedeutung

25

<<CW>»ON

30 . ' . 0

hat,

die Bedeutung Methyl hat, und

die Bedeutung Methoxy hat; oder

die Bedeutung 4-Chiorphenyi hat,

die Bedeutung 4-Trifluormethoxyphenyl hat,
die Bedeutung O hat,

die Bedeutung Wasserstoff hat,

die Bedeutung

- | | A
hat,

die Bedeutung Methyl hat, und

die Bedeutung Methoxy hat; oder

die Bedeutung 4-Bromphenyl hat,

die Bedeutung 4-Trifluormethylphenyl hat,

die Bedeutung O hat,
die Bedeutung Wasserstoff hat,
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Bedeut ung haben und 15 %@q@ﬂﬁ ni edri'ge's (C, -C6
) ger adket ti ges oder verzmelgtke bstituiertes oder substituiertes

Al'kyl, 5 oder unsubstituiertes oder substituiertes Aryl; und Z Dbedeutet:.
(C3-C6 )Cyc+oahgygdmmm§ubstltU|ertes oder substituiertes Aryl oder R4-Q

mt der Ml gabe, daB Z 20 ni cht Wasserstoff bedeutet und Z

ni cht Met hyl bedeutet, wenn Y di e Bedeutung Met hyl Bat und

| andwi rtschaftlich vertretbare Sal ze davon.

20 1%. Verbi ndung nach Anspruch 10, wobei V. Y. Z,_éLGR, R, R2, R3, R4 und
n die in And4pruch 10 definierte Bedeutung haben und A di e Bedeut ung
unsubsti tuiert Y oder substituiertes Phenyl hat; B di e Bedeut ung

unsubstltwgrtggsggeq‘;u ?hgp?]%rtes Phenyl hat;

5 U di e t:; und und Iandvm rtschaftlich vertretbare

Sal z¥ davon. andtdi%:,;\;g}{ |c ap@ﬁ}eég@pruch 11, wobei U, Y, Q R R, RZ,

R3, R4 und n die 1n Anspruch 11 definierte 30 Bedeut ung haben und A
di e Bedﬁuv&ﬂgduﬁé'pﬁhﬁ%ir&ﬁﬁev?obg)heg}’ﬁ vh@tr, RB Rz, redheanBR 88U ASuS USRI er t es
Phenyl habedeMungha fAmBedeut ung Unsubstituiertes oder substituiertes Phenyl
oder R4- Q vt ; pstacketdd Z di e Bedeutung unsubstituiertes oder
subs¥i t ui er t es niBigBYIC, CE Rerabibttighd datverzibiftketss IMamgRtiertes BaBsbsiictat Aikyl
Wasser st of f  beedas Uesiibstitniries dabcbstiveidsydryinedeut et , wenn Y di e Bedeut ung

Met hyl hat :Z untedeatstdwi rt schaftlich vertretbare sal ze davon. 13. Verbi ndung
nach Anspruch &;Csuisorlki, unjbstifiieng) oder suRstituieRes ArRPder RA-Qumi der MiBgabe.aPAspr uch
12 dgfinierte ldd&taﬁm@ofﬂmwwtmrmht Mettlil bedBetetewann ¥ gierBedevtnd Methvithater t es
oder di substi tmdéﬂﬂdelgts@h@nwemafe %‘Ze daven e Bedeut ung nonosubstituiertes

odex_di substituiertes Phe %/ hat ; . 3e 4Bedeut \L/IU%‘ Wasser st of f oder
R4- Q hat" Vﬂﬁ'ad‘i“aﬁ?f\’/\n“f’%pél@hé t“1°'P%M ‘(/ér‘? r%f‘b@r@ <3 e n giginoinserush 19 gefinigde hi ndung
nach AnspPER?Ht“ Agzhabenyg R3, R4 und n die in Anspruch 13

defimierte @edé‘ﬁteﬁ t%%ﬂ’é*ﬂ;;é& or sH'i’s i {P' y Y nonosubsti tuiertes Phenyl

hat; 50 dleBede %'ﬁg ‘es Phenyl hat; U di e

FrSH%s B
Bedeutung o ha i nsubstl tui ertes oder
subs# t ui ertes f Chém'c I‘f?g:%ﬁ ZQBQ, rlflder MaBgabe. daR Z nicht

Wasser s{,0 £l t ung
Met hapl Eﬁ:::;“ ff;f:ﬁffm“ b0, w?tw %IF% RPREH Flao AR Anabrh £ BRARM 00 von.
15. Ver bi ndAINg gR3HeHeufing Bivdfithlerké Prétpitgt U. 0, R Rl, R2. R3. R wund n die in
Anspruch 14Bdefdaeryeegutlﬁgagbdﬁugdégghgh@tngm und 1 10 11| 1111 |1 11 11|, ..
EP 0 153 12V BidiefSedeutling uidaskitlleHesdera0sxtBAds PhéhyRddber® -dhtd  hat, wobei der
Subs %sl tuentz di @ieBrdating 0gubstituiehdsloaér, suishibiornes PBsryMader TR hat, ot hyngabe
Tri fT'uor met hoxyas Dhiétt mmdﬁmnwutcdw ZviEhtydthyhiaedeutds, vabne Y Bie Bedrutung) Methy!

hat;

und landwirtschatftlich vertretbare Salze davon.

13. Verbindung nach Anspruch 12, wobei U, Y, Z, Q, R, R', R?, R®, R* und n die in Anspruch 12 definierte
"~ Bedeutung haben und .
A die Bedeutung monosubstituiertes oder disubstituiertes Phenyl hat;
B die Bedeutung monosubstituiertes oder disubstituiertes Phenyl hat; und
\ die Bedeutung Wasserstoff oder R*-Q hat;
P " und landwirtschaftlich vertretbare Salze davon.
14. Verbindung nach Anspruch-13, wobei V, Y, Q. R, R', R?, R?, R* und n die in Anspruch 13 definierte
Bedeutung haben und
die Bedeutung monosubstituiertes Phenyl hat:
die Bedeutung monosubstituiertes Phenyl hat;
die Bedeutung O hat; und
die Bedeutung unsubstituiertes oder substituiertes Phenyl oder R*-Q hat, mit der Mafigabe,
dag Z nicht Wasserstoff bedeutet und Z nicht Methy! bedeutet, wenn Y die Bedeutung Methy!
hat;.
und {andwirtschaftlich vertretbare Salze davon.

50
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15. Verbindung nach Anspruch 14, wobei U, Q, R, R', R?, R3, R* und n die in Anspruch 14 definierte
Bedeutung haben und

ST




monosubsti tui ertes Phenyl hat, wobei der Substituent di e Bedeutung Fl uor,
Chlor, Brom Trifluornmethyl, Trifl Di f| uor met hoxy, Carbonet hoxy,
Car boet hoxy, Carboi sopriopoxy, 5 U@qu?ﬁmet hyl t hi o oder Met hyl sul f onyl
haty' V  bedeutet: Masserstoff, ni edriges (Cl -Cs ) geradkettiges oder
ver zwei gtketti ges diéBedastling mbnesubstiBlictdPhesyl &t [ wobel ider Substituéhit kil Bedetuagindt gasr,
(C, -C6 )Al koxy, ni eulsr]Byars, Ttiflliornathy), Aliflugim@thbiyeDiflormethosdast Mdthyl ieit;t B Sie Bel2iitung
substitui ertes Aryinsnobdbstityidries Riienyl hatotebiei dér Slibetitdseictis Bedewgung FlodreChids, Brard, und R
di e in Anspruch 14TrjleqgmbteyidriBodteationn Piflhermeth@®y.dadomstheprdagpesthax i Carb@8opropoxy.

) Al kyl heser oal kyl , Melbyitbie odps MeByirdionyl besnt oder Al kyl anteil di e Bedeutung

ni edriges (G \C4 sa{pytel niedriges (G -C4 )A kyl sul fenyl,

unsubstitui ertes otayserstahsiefriaas & Ge 3 9mpkPHI9es offer ¥aiA 9'9"‘PH'5§6P'|‘$§E3§‘“ fettes.odex, )

Car boal koxy, CyanoSuStiifertas @B’l‘%’gé@ef (-G Qﬁk")‘W"R?f!QPFe(FePbK‘I"K'% b“"s“bs“t”'e"es
hat; Y di e Bedeufd§hiyPstiusges yesufewy - o6 ) geradkettiges oder

ver zwei gfket ti ges unsubstituiertes oder substituierteg Al kyl oder
unsubstituiertes oder substituiertes Phenyl hat; und di e Bedeut ung
niedriges (G -C4 )Akyl oder unsubstituiertes oder s l_o_ﬁytui ertes Phenyl
hat, mt der Ma(gabe, daB Z nicht Methyl bedeutet, wenn Y’di e Bedeut ung
Met hyl hat; 16. Verbindung nach Anspruch 15, wobei U Q R Rl, R2, R3, R4
und n die in Ansprwvbai Xdie Besbutyriged eder Bbajeind %‘ in AbRBTCh Hcbegebene Brdelsung sat;

4- Chl or phenyl , 4- B@@m)n@(ﬁ&gps (C4Cq Ay [heterorfen mﬁyqstltuent oder Alkylanteil die Bedeutung

A-Tri f 1 uor met hoxy pHesges (Sdes)Aliow) tiedrigns(CriesONoRsy[RREippubsiidertes oder subglitiiertes
bedeut et: 4-Chl or pﬁl@ﬁ‘ﬂﬁ“'fe“l' 'B?d(ﬁﬂ‘ﬁth% )Calf’%%‘?‘b I?S?()?ﬁﬁ@ﬁﬂc“c‘ )A"‘V'“etema'ky'
4- Car boedhoxyphenyT? Car b0| s pox hen | ugr met h hen

utu erv z tke j de
4- -I\I}rE'It/fl uor met ho&ypﬂ% Alkyl ?E‘gﬁtwe ‘%8 er ?f ? %ﬁ’é‘ oder

sﬁt | rtes
hyI sul f ony% ph ie edegtégg medn 1= 4 )ﬁ\ky rteso er sn¥bs tungég EN n I%latf r%@

2 Ni t rophenyl sut fe
Met hoxyal yl; Y Xthy ro yY”e" : Ih(a)trpropyl

4- Br orrpr%p)ﬂ; @Gﬁduﬁ)&]ﬁeﬁ’l\nspr“m Szwobem@ﬁt @l Rz, AY R und n dle in Ansprdc\,'#ﬁff"&élnmergt hyI n
-Propyl, n - Bg;dgll,tu@d,ggenlah@nyl 17." Ver bi ndung ‘nach Anspruch 161 wobei A
die dSedeut ung 4 ChpQepstenyl hat, 45 B di e Bedeutung 4-Chl or phenyl
hat, U di e Bedeuk.dRepkbndd-Brodphengl] STriteshasthyibRehyN\ &S BiRbmehblyphbayl odeY 4-Difiush €
Bedeut ung Phenyl habthoyprdnyt:  di e Bedeutung Met hyl "hat; oder A die
Bedeut ung 4- Chler pbsseyté: hat, B di e Bedeutung 4- Chl orphenyl hat, U die
Bedeut ung O hat. Va-ChioglhepylBeBrempheny. & eesimewntit:gbteniiatGarbdethoxgphenyBdclatbisertp- n
-Butyl hat. und Z poxgphenyBddiifiuonmathodviehenyil 4-TrilbormeiahayphSiyl, 4-Trifluormeiyyiphenyl 4Me-
Bedeut ung 4-Chl or p heltmopbhengltoder 4-Methylsulfonylphenyt;

bedeutet:

Wasserstoff, Methyl, Methylsulfenyl. 2-Nitrophenylsulfenyl, Carbomethoxy, Acetyl, Trifluorace-

tyl, Formyl oder Methoxyalyl;

35

Y bedeutet:
Ethyl. n -Propyl. n -Butyl, 3-Chlorpropyl, 4-Brompropy! oder Phenyl; und
o ap Z bedeutet:
N\ Methyl, Ethyl, n -Propyl, n -Buty! oder Phenyl.

17. Verbindung nach Anspruch 161 wobei

die Bedeutung 4-Chlorphenyl hat,
die Bedeutung 4-Chlorphenyl hat,
die Bedeutung O hat,

die Bedeutung Wasserstoff hat.
die Bedeutung Phenyl hat, und
die Bedeutung Methy! hat. oder
die Bedeutung 4-Chiorphenyl hat,
die Bedeutung 4-Chlorphenyi hat,
die Bedeutung O hat,

die Bedeutung Wasserstoff hat
die Bedeutung n -Butyl! hat, und
die Bedeutung Methy! hat; oder
die Bedsutung 4-Chlorphenyl hat,
die Bedeutung 4-Chlorphenyl hat.
die Bedeutung O hat,

45
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B di e Bedeutung 4-Chl or phenyl ie Bedeutung 0 hat, ~~~~11111
13111 n 11111 s| 11111 11 1111 Ep%ﬂ%l{fﬁqlz? Bl di e Bedeut ung
Wasserstoff hat, Y di e Bedeut ung 3- Chl or propyl hat und Z di e
Bedeut ung Mgt h%leé&@émun PBLserstokBat, VEr fahren zum Bekarrpfen von | nsekten, bei
dem man denyl ngglgegghugggrc,\g%pbmqm 4agriff der Insekten zu befrei enden oder
Zu beschti tzen@%rsegmngme{p@l Hatl§qRKt i zi d Wi r ksane. Menge ei ner Ver bi ndung
germaB ei nem bel i ebi gen der vorhergehenden Ansprlche zufUhrt. 19. Verfahren
nach s Ansp verered 3um BEKARprel v iINéeidn, bl et mBi denariseidenthddr deh SoneAngait der (3Ektqg Pr O
‘Hekt ar zugetbdihintiden Oder zu basthititkendar Laet dinegibsektiziti weksame Medyje inert Wseoind0ky ggmps 0
Hekt ar. 2@inerh haliobiganzietherhéigsemiriwsdrichegufinent hal t end ei ne Ver bi ndung nach
ei nem bel i ebi gen der Anspriche 1 bis 17 und einen |landw rtschaftlich
ver t r et t9aMetahipn agpbrAnspoebh 18, \wobad fia Nerhigduny ot fetwd Af1 OFs.etwed! .02 g PP HektarregesiEntz ung
nach1oAns pwind lre@zugtvritaiva TbisetwesdBigpeiigtaanwesend i st nmit etwa 0, 00001 bis
etwa 99 % bevorzugt mit etwa 0,00005 bis etwa 90 Gew. - % der
Zusanmedis Be9izdp Zusgmmepsetrugg, reathaltonstainsdecoindynaachesingm beligbiosn Gy OE‘?Q’“ﬁ'?fc‘I"P'S
An s p ru c h 17 ”'Wcﬂi‘@[‘ 'W%PWE’“\V%’F%P%W@% ager #HP?F@P"%“#"U CH2

1

Z die ch
d f H e2r1 pruch 20, w (ng e ‘%‘??" dd?é'}‘r‘lef‘%a °r°°§‘8 bis ?‘Fal 9§ di
Lgslunlg m f? P& Pgtg{t’g %b 's it %r‘?i geng'mrﬁnf;[rel%em geei gnet en e

Al kyl i E‘{z“ OQr?aﬂ?eR L& HQrgtgﬁen 'A\%Xr' \)e%FnH&lﬁ%Q&h%?drucﬁ Yr @l_a;'_n%k_l&ﬂe ForBififuny 8&%"0‘%}’ ng der

For nel B \N-N
, N Ag,l - N V behangelt, wobei A B, U, V, Yund Z die in
Anspruch 1 definierte Bedeutung fhaben. 23. Verfahren zum Herstel |l en ei ner
Ver Qi ndung nach Anspruch 1 odelgI 4 ... wobei Y eine G uppe mt
der Formel 50 ist, wobei X die a% ung ,Saoder N-Q hat; und-Z die
Bedeut ung V\asserstoff hat ; wobei r bi ndung der Formel 55 112
fallg % i, ensS EP 0 153 127 f,iii{ %—i -N 5
v | A-C==N

\—~

wobei A, B, U, V und Z die in Anspruch 1 definierte Bedeutung haben, in einem aprotischen Lsemittel
30 IGst, die Ldsung mit einer starken Base und nachfolgend mit einem gesigneten Alkylierungsmittel oder
Acylierungsmittel zur Bildung siner Verbindung der Formel

Z
3 Y-(L, CHz
‘N;..z
’
A~ N V
behandeit, wobei A, B, U, V, Y und Z die in Anspruch 1 definiené Bedeutung haben.

23. Verfahren zum Herstellen einer Verbindung nach Anspruch 1 oder 24 , wobei
45 Y eine Gruppe mit der Formel

ds

50

ist, wobei X die Bedeutung O, S oder N-Q hat; und
Z die Bedeutung Wasserstoff hat:
wobei man eine Verbindung der Formel

55

112




i - |

A- @ N V wobei. A, °¥8§1%i7 é/1 die in Anspruch 1 definierte
Bedeut ung haben, in einem aprotischén Losemtte o st, die
Losung’ mt einer st arken Base und nachfol gend mt ei nem geei gneten
Acylierungsmttel zur®Bildung ei ner Verbi ndung der Fornel Y-CH CH2 Uu B

5N---C-N A-LN : V 20 CHz-CH2peh8ndeBt, wobei A B,. U Vund Y

di e oben definierte Bedeutung halen, dnd bei/ man wahl wei se di eses ‘Produkt
isoliert oder es mt einer Base ynd na gé‘ d mrt einem Al kylie-

rungsm ttsel oder Acylierungsmttdl beandel t. \24. Verfahren zum Herstel | en
el ner Verbi ndung der Fornel 25 AsC=~=R 7 | 7=C & 2 Uu B 30

\' N-~N , A~ -N- VvV 35 wobei V die

Bedeut ung Wasserstoff hat; Z di e Bedeutung Wasserstoff, (C3-C6 '

) Cycl oal kyl aryl odepbeRf-Btvad V digdifespryrtir] defnjege %%qewwgdﬂ?ﬁg» ip giperrgprefisehono 0
X A-1-CHR A-G nit efsemitteicisyidiedfisurn gt eipesiedehBasn Hndnaritigeie By Ainem oqeioneisn

geei gnet en LosungsAPtieerospige! 2p; Bildyg gingl VaRindwa A8 FefPhg der Formel G 50
XZ=-CH --CHZ N-H 55 ' A- CN behandel t . -
wel che man in ei nem geei gnet en ¥-¢¥v@Hat el Most Bund nit ei nem Aryl i socyanat
zur 113 1~ ~ 1 3 EP 0 153 127 {Bl BiN dund ei/ner Ver bi ndung der Fornel G
5X=C- CH CH2 U B N{-CN N4 . -M. VvV 10
behandel t, - wel che man wahl wei se ilsolidrt oder \_.n ei nem aprotischen

Losem ttel |6st und weiter mit As Base und dann mt einem

Al kylierungsmttel oder Acylierungsmttel behandelt. 15 25. Verfahren nach
Anspruchy22 oder 2Bghavuaif@iobdiRB,dl, @ ufid Vdik bl asiRiedd Sadaliing haties, udd WELE man

Er dwal i metal | h- waliveibe didbds@rddnm isallehtloyen b$ dlit eifdr IBadei unebazhiblgend ahit einem Alkylie-

Er datkal i net al | am dipgsilittebddentstytidringdnhiye bendddital | net al | aryl, Al kal i -

24. Verfahren zum Herstellen einer Verbindung der Formel
25

G 2
- | \ |
X=C-C~CHz

U B
. '
. / \
A-C—N v

35 wobei

V  die Bedeutung Wasserstoff hat;
Z  die Bedsutung Wasserstoff, (Ca-Cs )Cycloalkylaryl oder R*-Q hat;
wobei man eine Verbindung der Formel

« . 40
~— o X

A-—(LCH: -!-G
45

mit einem Gemisch aus Hydrazin und Formaldehyd in einem geeigneten L&sungsmittel zur
Bildung einer Verbindung der Formel

G
50 : é
X= -CH—CH:{.
N-H
: /
55 ) A - CommcommnaN.

behandeit. weiche man in einem geeigneten LSsemittel I5st und mit einem Arylisocyanat zur

113
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met al i hydr oxi d, Erdal kal i met al | hydrgpxdateazMkal i net al | al koxi d,

Er dal kal i net al | al koxi d, Al kali rret*glq)i(%(sd'g? r- dal kalinetal | oxi d,

Li thi,umal kyl e, Lithiumatyle, Erdal kalinetallalkyl oder Erdalkalinetallaryl.
20 26. Ver f ahr erBituag kindnapindaly d@5sordbei di e Base Lit hi undii sopropyl am d
oder Butyllithiumist. 27. Verfahren nach einem der Anspriche 22 bis 26,
wobei man das aprotische L6semattel auswghlt aus ei nem Di al kyl et her,

al i phati schen Kohl enwasserstoff, aronmati schen Kohl enwassertof f,

al i phatischen A ko- hol, D agkyl@gdeh, AM ng Amogi ak, D al kyl sul foxi d,

Di al kyl sul fon oder Pol yal kyl phosphor s{ urea[n' d. p5 28. Verfahren nach
Anspruch 27, wobei das aprotische L6sq-tiel—etrahydrofuran ist. 29.
Ver f ahren nach Anspruch 22 oder E4, wobei nman das Al kylierungsnmittel
auswghl t aus Methyl chiorid. MX$+Gd=e@m d, Met hyl¥odi d, Methyl sul fat oder
Al lyl¢hlorid. 30 30. Verfahren nach Anspruch 22, 23 oder 24, wobei nman das

Acyl irerungsm tt glon AUSWRMGE i arﬁbeﬁaﬁggnek%hir%ea ehChorofScRYH (504Nt Bst und weiter
Al kyl chl or of or maki eirfaf Hask UhdHah Ak Bhdm AkYiSYndsMiit qeatAcyne\ruMZsﬁ\% Réhbelt.
Al kyl i socyanat, Aryli- socyanat. Al kyl’isothiocyanat, Arylisothiocyanat,
Di al ky% Y. RRABYInGENsShuch2b K 84) WotiePinbH @6 QrkPBase syl DsindnDirBdIQfiRdtIRL |
Di al kyl car yagh, inmdirhetafylisd, Akaineiararid ErdaikatmetilamidyAlcah&aardiy Mikdimdtmbl enrtiioxi d
oder Kohl enrsstaniiyidroxid SErdaikalintbitaihwidfokid,. AlkAimetalstkdiia | ErealkaktoedalalieRia DAlkaGhetaBxid, 28 oder
24, wobei rsaRalithetllofidkythiureaikyfegisthivoatgle, EAikbiimetallakysddealirtiat@timataiargihf uhrt  bei
ei ner Tenperatur von etwa --120 bis etwa 200 C und Uber einen Zeitraum von
etwa % S VedahreningchaAnsrauch @5, Stobei die Base4 Bhi@Rdiisopenpflarid eder Batglithibmésbr uch 31,
wobei nman di e Reaktion ausfEhrt bei einer Tenperatur von etwa -78 bis etwa
100 G un¥- Uetiabyenaipgieainemaiet Angrfighe 84 bia 2dyyyobiel pmips eprplisshell.ossmiitiauswaiy aus
Ver fahren ®ien DRiiginercirhatischendivbipnysgsersto saromatiscrendfohieyrpssertef!. giiphitischen Alko-
Aryl i socyarigt Digldamich Amin. fpmerniakt Qiakyisyitpxid, Dialky(guiien ader Pofyptkyiehqsehiersdwpanid-er t en
Kohl epivassey st of f, Tetrahydrof uran oder ejnemtertiaren Amin. 34. Verfahren
nach Ancll JETPEs recl T A 40 "GRe B pEhsehe, SR B0 ST PAC R or i d i st 50 55

\_/ 29. Verfahren nach Anspruch 22 oder 24, wobei man das Alkylierungsmittel auswihit aus Methyichiorid,

: Methylbromid, Methyliodid, Methyisulfat oder Allyichiorid.

30
30. Verfahren nach Anspruch 22, 23 oder 24, wobei man das Acylierungsmittel auswihit aus Alkanoylchio-

rid, Aroylchiorid, Alkylchloroformat, Arylchloroformat, Alkylcarbonat, Arylcarbonat, Alkylisocyanat, Aryli- -

socyanat, Alkylisothiocyanat, Arylisothiocyanat, Dialkylcarbamoyichlorid, Alkyichlorothioformat, Arylchlo-

rothioformat, Dialkylcarbodiimid, Alkylarylcarbodiimid, Diarylcarbodiimid, Kohlendioxid oder Kohlenstoff-
35 disulfid.

31. Verfahren nach Anspruch 22, 23 oder 24, wobei man die Alkylierungs- oder Acylierungsreaktion
durchfiihrt bei einer Temperatur von etwa -120 bis etwa 200 ° C und Uiber einen Zeitraum von etwa 1
Sekunde bis etwa 48 Stunden.

40
\ . 32. Verfahren nach Anspruch 31, wobei man die Reaktion ausfiihrt bei einer Temperatur von etwa -78 bis

etwa 100 " C und Uber einen Zeitraum von etwa 1 Minute bis 1 Stunde.

33. Verfahren nach Anspruch 24, wobei man das zur Reaktion mit dem Arylisocyanat geeignete Lésemittel
45 auswahit aus sinem chlorierten Kohlenwasserstoff, Tetrahydrofuran oder einem tertidren Amin.

34. Verfahren nach Anspruch 33, wobei das geeignete LEsemittel Methylenchlorid ist.

50
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