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WD 2007/ 093402PCT/ EP2007/ 001283 PESTI Cl DES CONTAI NI NG A BI CYCLI C

Bl SAM DE STRUCTURE The present invention relates to bicyclic bisamde
derivati vegg h@rdsqasesses for their preparation, to conasri®@nbi2ss
conpri sing those conpounds, and to their use for controlling insects
or representatives of the order Acarina. Bisanm de derivatives with

i nsecticidal action are known and desttibed, for exanple, in US
2003/ 0229050 and WD 2005/ 085234. There have now been found novel

bi cyclic bi sam dess@efipeatdowesimaid b pasionet datapbopaetd®ge The present
invention accordingly relates to conpounds of formulal R b &4, N2
RR 2 wherein Gl, &, 03 and &4 formtogether with the two carbon
atons to which G and 4 are attached, an aromatic ring system

wher ei n 16id présedt htaaien ,relﬁt%ftd'blcydl?éﬁig@tﬂbde%eméﬁ%é t@%&@eﬁes%r%@r 02 is
ni trogen sul f urtét Ca)r(l‘?l/bgﬁl di rect bond or C IS nitrogen,

sul fur, PESRAGEIRN {'OW%’F'"@“PS? ﬁempqusa'ﬂﬁ forthgjewse fgmmrnfplfmg
oxygen, n&edﬂsroef:‘épr@ewnchtr(?és@-tl?édrde\/m&é}mhhe provisos that a) at |east
one substituent G represents nitrogen, sulfur or oxygen, b) not nore
than 1 substituent G can at the sane tine forma direct bond, c) not
nmor e t h&sabidadbsivativesmith itsectcidd actipayge Rnavn snd L‘ﬂeSbnbaht'brd)(arﬂple, in US
substit sul fur are separated by at |east one
car bon gﬁg%r{?%gg%ﬁaﬂ?vgs%gﬁ%g% a R5b, R5c, and R2d whi ch nay be
t he- samghere-rdive hewdeen fainr e@eeitbs:ywaﬂaagédﬁ dmbzatb@emithmesﬁawal propadies.

hydr oxy; i I

Céeycl ogf‘%?ﬁse‘%‘?&é%ﬁgﬁg 0l2 ) %%ﬁy‘{omggéeny fg%gﬂc%hal oal kynyl ,
C3- C6hal ocycl oal kyl, C1- Caal koxy,

Cl- adal koxy- Cl- C4al koxy- Cl1- a4al
Cl Cahal oal kyl t hi 0, Crai hal oal kyl'3t{ fih CI C4hal oal kyl sul f onyl ,
Cl- C4al kyl sul finyl, C WO 20@7/ 093402 E1l' 2007/ 001283 - 2 -
C4al kyl sul fonyl, Cl1-C4al kyl sut'f on ]
G - C4al kyl sul f oxi m no- C1- C4al kyl
C2- C4di al kyl ami no, C3-Céeycl oﬁ
d - Coal kyl - C3- C6cycl oal kyl am
C2- C6al koxycar bonyl , C2- Col kyl a’m}ocar
C3- C6di al kyl ami nocar bonyl, C2- Céal kdkgcar bon%?l oxy,

C2- Coal kyl ami nocar bonyl oxy, C3-C6di al kyl ami nocar bonyl oxy,

alC4al kwkeieii no- C1- C4al kyl, C3-Cotrial kyl silyl, phenyl, benzyl or
pheno>c r - i ri '
PhenopCts, 61 GFRA . ePREHhe T PR B omsth s s btk
C2- Coal Ry Atpmaticsnggysjemouheln, Cl1- Céhal oal kyl , C2- C6hal oal kenyl ,

C2- Cohalzod ritvaten, sififar, rpgmb&@,lomb, CH.:; Caal koxy, Cl-C4hal oal koxy
Cl- C4al Kyl t hi o, Cl-C4ha dlé{ Cl - atal kyl sul finyl,

Cl- C4al fss"ﬁtl"‘?g(?ﬁy?“'f“tf’xi%?rkﬁl ﬁ?tr'PB” eoCdsdi al kyl ani no,

C3- C6Cy Gl tsahtmgeammmr, o@ﬁgéﬁﬁaldwd:tﬁd ebCy:l:0al kyl ami no,

C2- 4al b b b |,

G- Codi MR Sy, &t e poRa s ok Mo poigas e >0

Coal kyl apatrershotosyHstegnt C&:Be;ir?és;hnw rkiydgreni sulfopohmxyyémxy or

C3-C6 I ;

di ffef‘ ;hﬁ&ﬂeog% &a%ér?tsgﬁﬁn'dg% ﬁa ghgar?%g?oﬁé’? Egﬁb{ﬂ% ségfre%glr kynyl
or C3- Celoyat myeg iban 2 wbsmermﬁ@ deplbe @%MISKM&UL‘! C2- Coal kynyl or Cr

C6eycl og) kylnsitiRsid b ﬁ%@f aRBBr Qiif Pare%ega&%g Vi st O &£ %o%datéwm

, Al al gl oal koxy, Cral al kyl thi o,

Ikylcarbonyl

hal ogen nitro, oxy, Cl- aI ko
F%/mP@arﬁad R Bburvwrcfcmamihpyeam%dﬁgerent representc

%agl:kléf*cﬁbk%éc rORMbgerChitdt atéﬁxsl w&g CI% &4 ﬂgr?a IIRmeI Cp- Cel%lkynyl Ca-

am I’IO an
2-pyri d(]‘FCYC'Sa%X}de(}#halﬂa'thL Eyﬁs'&ﬂwa'k%vl ﬁn@ oaliynyy rﬁwalocsclwlfw &t or
4- pyri dglalfepac,-C AikoxPC,-DidIRek 13 Hk@dehy, Haloafila), Kl G.alkyithio, C.-

Cshaloalkylthio, C;-Cshaloalkylsulfinyl, Cs-Cshaloalkylsulfonyl, Ci-Caalkylsulfinyl, C;-



WD 2007/ 093402PCT/ EP2007/ 001283 - 3 - or Dis additionally phenyl if
Z1 is sulfur; R4, R4, R g, RL7, and R19 independently from each

ot her, arewhydimpens Cl-Coal kyl, C C6eycl oal kyl , Cl- Cohalaabdexohszss
hal ogen, cyano, Crasal koxy, Cl-C4hal oal koxy, Cr Caal koxycar bonyl ,

G - Caal kyl t hi o, Cral hal oal kyl t hi o, Cra%al kyl sul finyl,

Cl- C4al kyl sul fonyl , Cl-C4hal oal kyl sul ffnyl or Cil- Cshal oal kyl sul f onyl ;
R5, R6, Re, Rl11l, R12, R15 R16 and R19 i ndependently from each other,
are Cl-Co6al kyl, or Cl- al kyl mono-, di- or trisubstituted by

hal ogen,Calyadiony; €r- Q@IngW -CiGalodof wsafkyisaifoxmainabiCosGalylGiny | |
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&L canal 3’%61 ”681%9%21 J&a& %’kﬂ?‘@ﬁﬂg@gaﬁﬂ%’r QU HheaR or pheny!, benzyl or
C1- CAhalphahdsy|nsanof,idnydr t:dHUbﬁiItute%lslallatmgédme&a’td hmyharo@?. Cﬂ@@alﬂl:bﬁnd

o1 o R ColCs bk K, bRk tr csbaliBiu S pongioatkunyt
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C2- Coal I - I
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substit I%TﬁeélkﬁﬁséisﬁwaﬂwmIU%&zcﬁ@IkplG@rbﬁml sﬁzr(%sglkgxyChd;Ioogeﬁg- cyano,
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al koxyc&gﬁb\ﬂ%m'”o‘@!b‘lf@'oéy K- Q&*%ﬂﬂﬂ'm‘x@ﬁmﬁﬁ@ﬂ @I%ﬁéﬁquWSf'Y'benzyl
phenoxy eaétflofeR tdmees; whith iy Hé&ﬁ@@érﬁéi or SRERRY Fdprésehts I'fyH&@@n ltbmscaIklyp Co

Cat or ot BeERaTi Cetrm i & e GempEn S orapid. Cr R Repls Gt Al o6 Oont

| east omcyhlatanzylcmbﬂnmtse by:chedr frbmrmtbbtﬁugﬁ@u@eﬂemﬂ-bmthan@eﬁfmtmxywa,

nitro a I a

hr eo- - DDA CHG SRR oSl BB GREpE e R T B R
turn t oOm-@@mmlfpnm @dC@%yan é>tGarliatkylg oniyest Ch—@mycbawdmm@r&mlrm y
sel ectegh élkﬁ'@sjd‘@yc%w@nms' sting of Cl-C4al kyl, C2-C4al kenyl,

C2- C4al ky C3-C6 Cocycl oal kyl , ar at hal oal C2- C4hal oal kenyl ,

C2- MhanaIétayﬁ%' 3-Ryidgia 4Ry ephepy), 2- ﬁwctvybérpyﬂa}ah& -PYHIW pgno-, di- or

Cl- CAal kpubstinftdd 64 ba-bgﬂhkwcsc@loéﬁ@@ﬂ%ahﬁbﬂkylCHé’ég%thaﬁw(f,"OAéIkoxy Cr-

%mcglj:( é:aﬁ%qa&%?%cg @gik 1r‘§4§?[99@m'%?? C4g1kqu ?ﬁnyy Cs- @Iﬁylsulfonyl Cy-

01- 4al @Hwﬁﬂwﬁﬁyﬂlwﬁmhﬁmlmsulfeaylmm kyl car bonyl ,
Coal koxgﬁ SPIQQ%WI C2- C6al kyl am nocar bonyl, C2-C8 di al kyl am nocar bonyl

and C2 silyl; it being possible for said three- to

t en- menber ed, gronocyclic or fused bicyclicBrging systemto be
spi ro- bonded tjo*the C3-Cé6cycl oal kyl group; I WO R
2007/ 09 3 -,_,AR-7 or R20 Ns Cl1- C4al koxy

Cr al al kyl*aniqo, \e2- Codi akkyl Ami no,” C2- 06 cycNoaI kyI anmi ny, Q2-

C6al koxycarb or -0 Icar bo § % - oxepanm| , D
1- o o-(\%d-;fhl et an (%I ox@- 3- E@Sta vl , K (Do)

3-thi et anyl
1-i m no- 1- oxo- 3-"t5hi et anyl , et di nyl ,” each ti onal | y subsflitut ed

with one to five substituents independently selected fromCl-C4
al kyl, Cl-C4 hal oal kyl, hatwagen, cyano;each of Z1 and 4, which may be
mﬂ:—aI—Fy—

accept abl tgél soner s/ &hant i omer s/ t gut rs/N- oxi deg ofthos'8

conmpounds. nmpoungs | have at | past ne basic c htr can form

for exanpfFe acid a alts e st y0 organjc,.

acids suth ass_m nerg[?S)a I.ds, for(eécarrpl eRperchI cfw Facid,l sul furi o);
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Hal ogen is generally fluorine, chlorine, bromne or iodine. This also
applies, correspondingly, to halogen in conbination with other

meani ngs, waSoAnsdaal oal kyl or hal ophenyl. Hal oal kyl grggu4asea007/001283
preferably have a chain length of from1 to 6 carbon atons. Hal oal kyl
is, for exanple, fluoronmethyl, difluoromethyl, trifluoronethyl,

chl oronet hyl, dichloronethyl, trichl of Diret hyl, 2,2,2-trifluoroethyl,
2-fluoroethyl, 2-chloroethyl, pentafluoroethyl,

1, 1-difluoro2, 2, 2- trlchloroethyl 2,2,3, 3- tetrafluoroethyl and

2,2, 2- trQF&IIS@d@lé@WV Ph(}‘a'WéHZn @muyur: ri chl or onet hyl ,
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chl orine qE | uor o-
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or pol y St PR Bl SRRy 8ueR bl BB P R o
parti culphenyt, 2pyride3 apddyt bt 4pyity| mbro-, @xmws&ufddum@mamm%-
3-chlor QP uorﬂ)a B rl'f%%%w ar, O, ¢,h1 %\kb){*) Ob?%@a{?lydv%%l CP@%Ikglthto

444tr| -2-yn-1- the a ou

Tono- op@h@l@qm@m@-@galmemmwb@e%pwmmér@ loaleyisulting ppe
havi ng & gdiedikyidu@agl:h of from3t050arbon atons. WO

2007/ 093402P / EP2007/ 001283 - - tert-butoxy and al so the isoner
ot 1 ooy Ben G 0 GoPEHRBY £0m 5peh Bhafh ALp TNPIRBR Cera AL oGphalcalkyy

Al koxy c @,itakény, C.-Gasalo8kenyn| G, csmédiww@@cpﬁwlkenﬁi hoxycar bonyl ,

sobut oy S RaR & Beaiilngr Cmind Sror CRytas iy OrCaeiy
pr ef er alfl\Cs mikehy xQe@s dlbynyl oroPs-@4 dyohorikglrsbbstipdted tiih oaé ke pr threrips
prefer aQLe(an%KFs s%le%@%' fﬂ)rJ'n %Fu éongirs Jf hta%ag? %35}?(9 r?'ntfoh ﬂgt’frbxy Cq-Caalkyl,

Hal oal koxy 1s, for exanp rorre 0X or o
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trifl uoPBPROXHBRY @ thipgyiP e We”\?P@ﬂp@OE‘?"é’F @roamﬁdme"wtsrﬁaﬁ ™ et Mav
from1l be aﬁ:nﬁ‘a’i:bhﬁmaly@ﬁﬁjratédi biyfuléBurbfed, \ﬁll@é’relﬂxmk-ﬁlenﬁﬁ%‘i'éﬂ’élbmaﬂc ring

thylthio |t tylt t
cec. but STFRGOBANE 8 BBt PR Sa P SPEF B Tib A PoB S S eRe e
Al kyl s uhﬁd syHur;iisheifgopossivienfpt sgid berizly piserloky ayd thrat- ey tesierhémbatked,

ot but f1ebbMeli o BERLARIEE thd Sffem kb B thai ey oR ORI RHbien Bl
et hyl suindepgridenthi se}eom framyiie group éansistingrofdl:eCiatkgl, ﬁy-lQialkérwh)ﬂg Caalkynyl,
Lot onyP lOs ectﬁjgslﬁaq{}}sll @ﬁ&{?&lﬁ’éﬁﬂ e ﬁ%ﬂéﬂllfyngl[, ? ‘éb‘éﬂaﬁbﬂg&‘é}@& abl y

|sobutylsu ul’f on t ef t “put

met hy| s halpasry cyaso, Eﬁfﬁy@sﬁtﬂ*WIQ RIppEeRYN61- pgalkyﬂtbqo Gx@nqﬂiyésulfmyl Ci-

met hyl aEf',,d'H@yIsu%rhW'(ﬁf@,;@ﬂkylsﬂlfd}l’rﬂﬁé(|Cﬁ%@FRylainﬁBPC?@Xd@@lé}ﬁmQrC} he
n or _exanpl e, |rrehylamno

i soneri ¢ butyl am nes
et gl cCHPRMBTING Gy i SROBIIRPINEE I REOTY
di i sopr gsantcamamonyProgfcgéwsmnrﬂo@arﬁbwprczth, dRIKHrSRbRPEyPaREC Y Ng a
chain len E from1l to 4 carbon atons. Al'koxyal kyl groups
pref er al§ 138‘3’ Wre a chain |l ength of 1 to 6 carbon atons. Al koxyal kyl

i's, foritexiagpbssiblewirBaxynethylten-mehiversdedliboycid drausetridirlic ring system to
be spiro-bonded to the C;-Cgeycloalky! group;



met hyl-2H 1, 2, 3-triazol -2-y1)-; (1 -methyl-1 H1,2,4-triazol-3-yl)-
(1 ,5-dinmethyl-1 H1,2,4-triazol- WD 2007/093402PCT/ EP2007/ 001283
-8 3-yl)-wolBeamshyl -1 H 1,2 4-triazol - 1-y1)-; (5- retgpiled2bbrloorzss
,2,4-triazol-1-y1)-; (4,5-dinethyl-4Hl, 2, 4-triazol-3-yl)-;
(4 met hyl -4H 1, 2, 4-triazol -3-y1)-; (4H—1 2,4-triazol -4-y1l)-
(5-methyl -1, 2, 3- oxadi azol -4-y1)-; (142, 3- oxadi azol - 4-y1) -;
(3-nmethyl -1, 2, 4- oxadi azol -5-y1)-; (5-net hyI 1, 2,4- oxadiazol -3-y1)-
(4- et hyl - 3-furazanyl)-; (3-furazanyl)-;
(5- met hydr Rig ig C#%ﬁh@iva@a&ﬂkw@)in?. G Sopdimtitylapinol Cz-Cs cycloalkylamino, C,-
, 2, 3 th| _ | adi azol -4-y1) -
(3 clag'k@eéfbté%ﬂ%c%z o %"W 5- met hyl - 1
4 t hloé&reoeii §1oxgta93)3-thaqtqnyhe ox-3- 1h|gamyl tal d@k@@dﬂemnyl)-mmm -0X0~3-
t h)ﬂlnet&mia ﬁaiéﬂdlﬁﬂ' @gcﬁlo‘pgona‘ﬂﬁsubstlﬁﬂed \Vﬁf 6%' to :}lyé"é&t%tllfu@ﬁ@lmd%pwaently

tetraz

t hypelepied é’PFh%% @kxla‘}r& 'Qaioaélmhyﬁlogﬁp tca@mtaaaﬂh of Zy ayd Zo, which may be
thﬂeéﬂmé@{dfﬁ'&ht-%; nts(o% drfdrisal@! - 2-y1)-; (2-pyridyl)-
t
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e

e

et Eﬁ‘lf‘ é@%%@é@ ableg "%e%*a%ﬁén er%ﬂwymfoxides of those
by :

ITE

ri dempoyids- ; (4, 6-di et hyl-2-pyrimdinyl) -

thyl-2-pyrimdi nyl)- ; (2-pyrimdinyl)-;

thyl -4-pyrimdinyl)-; (2-chloro-4-pyrimdinyl)-

- di Qetrippdnds-| mwhhavdlamgeia}st gne(bésipyeentne carmfpdm,-for examp!e acid addition
met h | .
(4, 6- di ﬁj%l g/oi}é%_érﬁﬂ)lg_t ! %g?%ﬁwg_ﬁgc@é'ds%u&yé%ln%}/a]r}mds,(fgr eBcXFn%é ﬁyél'?loric
(4, 6- di epfgyuric &id nitri¢ agitmitposg|acid, a phospRoRistacidpriarhydroprlic aciq, 4vith

net hy1- %tr&é)‘r&éd:@éérﬂb@hd’ &élﬂs s(xgh Q@bhﬂéll@angcé]'béiw@ééléb whidHde Unstélli)_?'ﬂtu-

(3 nmet h ¥ 4-triazin-6-yl)-; 00 OOI"h () r) CH-..".....
_______ adpr @ppshituted, for examp?/q bzqha[pgem foRexamgle acetlc aCld such as saturated or

3\307/ Q9aﬂ&l’tﬁhﬁ% Eﬁa%ﬂlﬁ(&bﬂsﬁ] 3for eﬁamegg oxdhg\aaa7mﬁlohrc@B@%Jccg(dﬁ@dPna@ét l"éi "
ereln_e I, t ,. eac nd e I ndependen
hyar opertaanmedsrd T st Sl Sy BRI R, R PRTHIG PSRy
X4 i s oagigdactiomceyinblir acitdantaricsact, or 2jtriGacd, of sudbxastEnesic oid, @:vtnihrcﬁ@

Spi 1 or bAP kB o an o n KR e WIS L RORAES ) 2,

substituted, for example by halogen for example methane- or p-toluenesulfonic acid. Com-

,2
(5-

1
( 2-
(5-
(6-
( 6-
(3-p
( 4-
(2-
(2,6
( 2-

pounds ! which have at least one acidic group can form, for example, salts with bases, for
example mineral salts such as alkali metal or alkaline earth metal salts, for example sodium,
potassium or magnesium salts, or salts with ammonia or an organic amine, such as mor-

_ pholine, piperidine, pyrrolidine, a mono-, di- or tri-lower-alkylamine, for example ethyl-, die-
thyl-, triethyl- or dimethylpropylamine, or a mono-, di- or trihydroxy-lower-alkylamine, for
example mono-, di- or triethanclamine. Where appropriate, the corresponding internal salts
can furthermore be formed. Preferred within the scope of the invention are agrochemically
advantageous salts; however, the invention also encompasses salts which have disadvan-
tage for agrochemical use, for exampie salts which are toxic to bees or fish, and which are
employed, for example, for the isolation or purification of free compounds | or agrochemically

utilizable_salts_thereof._ Owing_to_the_close_relationship-between the_compounds_Lin-free-form

and in the form of their salts, for the purposes of the invention the free compounds | or their
salts hereinabove and hereinbelow are respectively to be understood as including, where
appropriate, the corresponding salts or the free compounds |. The same applies analogously



Where no free valency is indicated in those definitions, for exanple
as inrpFi , the linkage O site is |located at the carbon atom

| abel | ed "gid" 20000084822 case such as, for exanple, at thedardiP@osd
indicated at the bottomleft. Preferably Z1 and/or Z2 is oxygen.
Preferably R4 is hydrogen. Further conpounds of fornula | are
preferred, wherein R2 and/or R3 is hydﬁdgen. R20 is preferably
hydrogen, nethyl, ethyl, i-propyl, tert.-butyl, CH2-C3H5,

C( CH2CH2) - C3H5, C(CHS)ZCHZSCHS C(CHS)ZCHZS( O)CHS

C( CH3) ZGGIZSQ@)”‘E@I% carpaMdstiandisglisOHaIBCHS) gebid(alHBe GRiR B{rB) iCiffared in each
CH( CH3) GH3s(0) 2CH3, 3-nethyl -t hi etan-3-yl, 1-oxo-3-nethylthietan-3-yl
or 1,1-dioxo-3-nethyl-thietan-3-yl, in parti cul ar hydrogen, nethyl,
ethyl, i-propyl, tert.-butyl, CH2-C3H5, C(CHZCHZ) C3H5,

8(4?&3%2&%?0% lﬁ(tl% @ﬁlmo% Q"i’ﬁé 3 Z}W%ham or

2007/ ogﬁé@%@#ﬁeﬁz wr@mm@ meml B‘thétPir%H 5-bshbisea-butyk ésobe
gi ven tobmrtpmnp}s p@ﬁtylf@fcrndxgjndwh@f@hﬁbr@dhs‘bn%rar ARy ke ﬁ}n{} l{:]%5
C IS

2- tituted by hal ferably
monosubSPH e B 45)E PO SRR IteSIs eriansi. T Akesbhand Hlom i dna

R4 i s hdeogenv-pr pblgurshtuyated) oro or brono, Cl- C6hal oal kyl ,

Cl - C4hal oal koxy nost preferably OCF2H or 2,2,2- trifluoroethoxy,
preferably Cl-C6hal oal kyl, nost preferably trifluoromethyl. Special
ment i on hdlegends penamaligdivofin; chlodom dsoraifie Hoibding.arHis albe applies saeksmindiRgl,

ept esent £Rya} ARl Ty BRef ey Suarhs APy MSpk Ry
C3- Coeycl oal kyl, Ci- C6hal oaI kyl, Cr Cal koxy,
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Cl- Cal kﬁxnglPo%ﬂ’i?'ﬂ‘ffhﬁld'ﬂﬂ%fPWWy' titluoremgthy|, EVP%%’@" «Sfichtoromethyi,
Cl- C4al kmmurm\étayl@,‘a@@ﬁﬂ\l{(}fbethﬁnz-ﬂuér&étﬁﬂd2 Bflo@etiyR p@fﬁtaﬂt%?@éiﬁﬁdﬁ‘l-gmuoro-

f I f

3" e T R 22 G G o g
hal oal kyhgthfhalifbmldcbioygmethidodiflyoresipthel, Bi¥iligroahisthlyLeadatietidrgflyoromethyl.
trifluoronethyl, chlorine, brom ne, OCF2H20O CH2-CF3 or OCH3, in

particul ar halogen hal oal kyl , hal oal koxy, especially
trifl uor%lﬁ@ttlﬁpaloal&wvbgﬁones aigr ANy bgroMBRFHEhoare GraDis? oplysuRLB@ed by

hal Ogen’hafégleor aRigky bem&%u%é"kiﬂw}i’é bro%f Qnd lﬁéiﬁgﬁhéilnl éé{{%gmp?(rmle and

et hynyl Iné or bromne; in particu ogen,
especi alchipring foRaxampi S2-LiEowr 1-metrving: 3’&'H@F°F@@S”Y'e3 ﬁ@?ﬂ@?rope@ﬂshyl
i - propyI3-brb@bpropéiyt, 213, 3-Atokepiopbayl, @é@f@&*@o&% IQQM}@%SBI@Q -en-

el Be A B E she o oy et g

1- oxo- 3predtrandd ibigaeats thogd having a thain iebyih-od fromi g 5 ¢dib@t &Bm3d- Y1, in
particul ar nethyl, ethyl, i-propyl, tert.-butyl, CH2-C3I-15,
C(CH2CH2) - C3H5, C(CH3) 2CH2SCH3, C(CH3) 2CH2S(0) CH3 or WO

2007/ 09 S40aOTAEMRA0Q7JrO L8 8, 10f SHBYIAEIARS (Y PRTIES wh@H2AEAmono- or

CH(CH3) %@MUte%%m@e%iﬂ br&nfﬁlg,ci:oaiﬂre?‘ L p%ﬁiéjlaq ﬂ?:gring ahd 3.

chlorine, for example 3-fluoropropynyl, 3-chloropropynyl, 3-bromopropynyl, 3,3,3-trifluoro-
propynyl and 4,4,4-trifluorobut-2-yn-1-yl. Among the alkynyl groups which are mono- or
polysubstituted by halogen, preference.is_given to_those having-a chain.length-of from-3-to 5

carbon atoms.

Alkoxy groups preferably have a preferred chain length of from 1 to 6 carbon atoms. Alkoxy
is, for example, methoxy, ethoxy, propoxy, i-propoxy, n-butoxy, isobutoxy, sec-butoxy and



Especially preferred conpounds of fornula | are represented by the
followng formulae: G N-NHHN>=--N FIN.%\H HN R R, cR 20R 20R, c (Il c)

| ndazol es( ;&%m dazol es(le) Indoles and (If) Qui nglimBes70bfss

parti cul ar orrm Ic); wherein RI, iS preferably hydrogen,

Cl - Cal kyl , C2-C4al kynyl, hal ogen or cyano; R20 is preferably
hydrogen, Cl-CBal kyi, Cl- C6al kyl t hi o- C&= CBal kyl ,

Cl- Coal kyl sul fonyl - Cl C6al kyl, Cl1-Co6al kyl sul fi nyI - C1- Coal kyl ,

t hi et han-3-yl, thiethan-3-yl substit ut ed by Cl-C4al kyl, preferably
3- et hyltet-hitoxpnardalgd theXsemerid penfytoxy iaod hexyldxy dadigpts) praBérabl§ ahdtydxy and
C1- Coal l% C?xgl 0- C1- Coal kyl, Ci- C6al kyl sul fonyl - C1- C6al kyl , C Xv A7
AD. Coal ul finyl-Cl-Ceal kyl, Or R100 is preferably hal ogen,

Cl1- Ceal kyI Cl- C6hal oal kyl, Ci1-C6al koxy or Cl-C6hal oal koxy; in

ticul Y;
par 1 Ul ona a8, oot theinial SRR AMsybarin Dl SRR OX .
N( CH3) 2; 'Sqﬂrworxcarﬂmwbg&#twcad:@yl isebpigrycathonyy seo-toxyaarbpnyl er fed-
hydr Ogefbutdit?éa%}ﬁ'ﬂl gref&éb@?metmm@bam ¥r ém&&y@&sanya E@Hlsmzrxy EF&%@f red

enbodi rrents ( Fz nt invention_are the enbodi nents
whi ch aPgef af vrﬁ'éae C e'aﬁ%tsﬂhafsff%fr%ﬁ% ﬁ%fPan plogs Hﬁ'oakkexw@a%@@mp&a by
288 formubr@n&gioagz ‘ﬁ‘“’&‘m"‘b’h@3“’3?‘88‘32’82’?,'&12‘"3'5‘8?9‘”@ gy, 101,20l i(za Ti to
as ri be -

wher ei nq"fEi RIHEORTP R 21‘thf°f°c?¥\o %Fré{mogthﬁ’ﬁe%‘gﬁﬂ/oﬂéw g% 221 al kyl ,
C2- C4al kyohidroetimadyppreferatrly diflasromethioxy) @rdhiccadtiaoxy @ht drifluommeniedxigyAlkyiiRiz0
' f - , T i 0- Cl- k
o - Coal SRR PrEUboERle aitairithotar ] [taiKon Mofts il §31pt exampe,
thi et harmeywthio ethylthich arergitlyie, isersepyithiat retutpihicisobatyklyib, seortetydthialslr yert-
3- net hyl

met ny bufyﬁl‘u ROy meWtH%/arﬁ%tﬁflthid ﬁ[l@%ﬁﬁcégfg f’cf Segffrﬂﬁlggﬁgtexlsalgryl eyl

Cl- Coal k CGIkItthCl
Cl- XV pﬁ;»yisgﬁaylwpgﬂ:pqlfmﬂ,pw@g&ﬂ@m -lpytylsulfinyl, |sobutylsulfmyl sec- butyisulflnyl

tert-butylsulfinyl; preferably methyisulfinyl and ethylsulfinyi.

Alkylsulfonyl is, for example, methyisulfonyl, ethylsulfonyl, propyisulfonyl, isopropylsulfonyl,
n-butyisulfonyl, isobutylsulfonyl, sec-butylsulfonyl or tert-butylsulfonyl; preferably
methylsulfonyl or ethylsulfonyl.

Alkylamino is, for example, methylamino, ethylamino, n-propylamino, isopropylamine or the
isomeric butylamines. Dialkylamino is, for example, dimethylamino, methylethylamino,
diethylamino, n-propylmethylamino, dibutylamino and diisopropylamino. Preference is given
to alkylamino groups having a chain length of from 1 to 4 carbon atoms.

Alkoxyalkyl groups preferably have a chain length of 1 to 6 carbon atoms.
Alkoxyalkyl is, for example, methoxymethyl, methoxyethyl, ethoxymethyl, ethoxyethyl, n-

propoxymethyl, n-propoxyethyl, isopropoxymethyl or isopropoxyethyl,

Alkylthioalkyl-groups-preferably_have_from_i-to-8-carbon-atoms.-Alkylthioalkyl-is, for example;

methylthiomethyl, methylthioethyl, ethylthiomethyl, ethyithicethyl, n-propylthiomethyl, n-
propylthioethyl, isopropylthiomethyl, isopropylthioethyl, butylthiomethyl, butylthioethyl or
butylthicbutyl,



i sopropyl; and R100 is preferably hal ogen, Cl-C6alkyl,

Cl1- C6hal oal kyl , Ci1-C6al koxy or Cl-C6hal oal koxy; in particul ar

hal ogen, GyoJBaldeydee Cl- C6hal oal kyl or Cl- C6hal oal koxy;pd1iedadiob G ar
trifluorornethyl, difluoronethyl, nethoxy, brono, chloro or

1,1,1- trlfluoroethoxy For exanple enbodlnent El is represented by

t he conmpounds of formula Ti wherei n’RI, is preferably hydrogen,
Cl- C4al kyl, C2-C4al kynyl, hal ogen or cyano in particular chloro or
met hyl ; %is preferably hydrogen Cl- Ceal kyl

Cl - Coal KYhetayrlaalkl aaBaisipyeferably-rase frm %mlﬁrmwiart@ln@ahkybr example

|
oo RSy MBS ot L & bt
2007/ ogmmemhbem@% henwh-ph@wifkm, pN)ens(Ialkyb phequyﬁ!aylt fnayibar

hydr oge
BRI 4 Bl el o s s e

especi alfr§fesred gytsHpent pﬁ?ﬂ"’#ﬁ'ieitge Brteq ancpary Pﬁ%ql%ﬁéﬁthecmg@‘@pklwnt point,
Cl- C6hal oal kyl, Cl-C6al koxy or Cl-C6hal oal koxy; in particul ar

hal ogen,, Cl- C6 Cl- Cohal oal kyl ar Cl-C6hal oal koxy; in particular
trifluolGFVEd ‘Pméa‘?'ﬁ%m a‘t Wﬂ%t*mﬁ@yme'ﬁr)%fﬁﬂm%ﬁﬂ@#'%%ﬂused bicyclic

_}_hl 1- t ming lsysieraetHiavyay E@T‘amtamerﬁasttzeﬁgzsamramram@ saefrateak, aﬁﬁgfﬂ ][tg{mﬁ
e prog enti on C unds o e
for ijI a ﬁﬁlﬁgﬁ(ﬁ?’ %éc}gb fé'hg’i euésFlﬁc’thFrﬁﬁ' aﬁg'%ru888g§§g1,np°?or exanpl e

as described in de | bed, for exanple, in US 20 0229050 and WO
2005/ 0852 The %E&al prpB=at i on e conpoynds I al is
illustrated in foll ow ng reactjon emes: W

2007/ 093402PCT/ EP2007/ 001283 - 14 - Reaction:S herre I: Preparation of

Conpounds f For mul a l . R'NH2, coupling reagent

cyclopropyl, cyclobutyl, cyclopentyl, cyclohexyl, where said cycloalkyigroups for their part
may be preferably unsubstituted or substituted by C;-Cgalkyl or halogen, or is naphthyl or the
following heterocyclic groups: pyrrolyl; pyridyl; pyrazolyl; pyrimidyl; pyrazinyl; imidazolyl;
thiadiazolyl; quinazolinyl; furyl; oxadiazolyl; indolizinyl; pyranyl; isobenzofuranyl; thienyl;
naphthyridinyl; (1-methyl-1H-pyrazol-3-yl)-; (1-ethyl-1H-pyrazol-3-yl)-; (1-propyl-1H-pyrazoi-
3-yl)-; (1H-pyrazol-3-yl)-; (1,5-dimethyl-1H-pyrazol-3-yl)-; (4-chloro-1-methyl-1H-pyrazol-3-
yl)-; (1H-pyrazol-1-yl}-; (3-methyl-1H-pyrazol-1-yl)-; (3,5-dimethyl-1H-pyrazol-1-yl)-; (3-
isoxazolyl)-; (5-methyl-3-isoxazolyl)-; (3-methyl-5-isoxazolyl)-; (5-isoxazolyl)-; (1H-pyrrol-2-
yi}-; (1-methyl-1H-pyrrol-2-yl)-; (1H-pyrrol-1-yl)-; (1-methyi-1H-pyrrol-3-yl)-; (2-furanyh)-; (5-
methyl-2-furanyl)-; (3-furanyl)-; (5-methyl-2-thienyl)-; (2-thienyl)-; (3-thienyl)-; (1-methyl-1H-
imidazol-2-y1)-; (1H-imidazol-2-yi}-; (1-methyl-1H- imidazol-4-y!)-; (1- methyl-1H-imidazol-5-
yl)-;-(4-methyl-2-oxazolyl)--(5-methyl-2-oxazoelyl)--(2-oxazolyl)--(2-methyl-5-oxazolyl)--(2-

methyi-4-oxazolyl)-; (4-methyl-2-thiazolyl)-; (5-methyl-2-thiazolyl)-; (2-thiazolyl)-; (2-methyl-5-
thiazolyl)-; (2-methyl-4-thiazolyl)-; (3-methyl-4-isothiazolyl)-; (3-methyl-5-isothiazolyl)-; (5-
methyl-3-isothiazolyl)-; (1-methyl-1H-1,2,3-triazol-4-yl)-; (2-methyl-2H-1,2,3-triazol-4-yl)-; (4-
methyl-2H-1,2,3-triazol-2-yl)-; (1-methyl-1H-1,2,4-triazol-3-yl)-; (1,5-dimethyl-1H-1,2,4-triazol-



GI' HN A20 WD 2007/ 093402PCT/ EP2007/ 001283 - 15 - Reaction Schene 2:
Preparation of Conmpounds of Fornula I: NO21, AgCl04 2.
NaCl02 CHGwoXoeemtssi fication Rio NH2 040 GA, Pd(O) G &cT/EP2607001283
1. 3 n2t IR99 M=a, ng, Zn, In GG 10 2 99 R' is CN, G aCTMs, CH, |

TBAFC.CCH R is d. Br, | | R2,1\1H2, coupling reagent WO
2007/ 093402PCT/ EP2007/ 001283 - 16 - Reaction Schene 3: Preparation of

Conmpounds of Fornula I:
3-yl)-; (3-methyl-1H-1,2,4-triazol-1-yl)-; (5-methyl-1H-1,2,4-triazol-1-yl)-; (4,5-dimethyl-4H-
1,2,4-triazol-3-yl)-; (4-methyl-4H-1,2,4-triazol-3-yl)-; (4H-1,2,4-triazol-4-yl)-; {5-methyl-1,2,3-
oxadiazol-4-yl)-; (1,2,3-oxadiazol-4-yl)-; (3-methyl-1,2,4-oxadiazol-5-yl)-; (5-methyl-1,2,4-
oxadiazol-3-yl)-; (4-methyl-3-furazanyl)-; (3-furazanyl}-; (5-methyl-1,2,4-oxadiazol-2-yl)-; (5-
methyl-1,2,3-thiadiazol-4-yl)-; (1,2,3-thiadiazol-4-yl)-; (3-methyl-1,2,4-thiadiazol-5-yi)-; (5-
methyl-1,2,4-thiadiazol-3-yl)-; (4-methyi-1,2,5-thiadiazol-3-yl)-; (5-methyl-1,3,4-thiadiazol-2-
yl)-; (1-methyl-1H-tetrazol-5-yl)-; (1H-tetrazol-5-yl)-; (5-methyl-1H-tetrazol-1-yl)-; (2-methyl-
2H-tetrazol-5-yl)-; (2-ethyl-2H-tetrazol-5-yl)-; (S-methyl-2H-tetrazol-2-yl)-; (2H-tetrazol-2-y1)-;
(2-pyridyl)-; (6-methyl-2-pyridyl)-; (4-pyridyl)-; (3-pyridyl)-; (6-methyl-3-pyridazinyl)-; (5-
methyl-3-pyridazinyl)-; (3-pyridazinyl}-; (4,6-dimethyl-2-pyrimidinyl)-; (4-methyl-2-pyrimidinyl)-
; (2-pyrimidinyl)-; (2-methyl-4-pyrimidinyl)-; (2-chloro-4-pyrimidinyl)-; (2,6-dimethyl-4-
pyrimidinyl)-; (4-pyrimidinyt)-; (2-methyl-5-pyrimidiny)-; (6-methyl-2-pyrazinyl)-; (2-pyrazinyl)-;
(4,6-dimethyl-1,3,5-triazin-2-yl)-; (4,6-dichloro-1,3,5-triazin-2-yl)-; (1,3,5-triazin-2-yl)-; (4-
methyl-1,3,56-triazin-2-yl)-; (3-methyl-1,2,4-triazin-5-y1)-; (3 methyl-1,2,4-triazin-6-yl)-;
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kd2; 1 0. R99 i 1. HN=C(Ph)2, NaQBu, Pd pentadi enone,
(Ph)2-ferrocene, PhMe, 100C 2. HCl aq., THF H, isd, Br, I if or
D- COOH + cwepemgsgeagent D-COCI 0 DO D Ria yllia y NHYdT/€®007/001283
0O41lbase04' OH : rt" 1 2°'"2 8" is CN, CETCH, CH3, HCO, Br, | i
R20NH2, coupling reagent WO 2007/ 093402PCT/ EP2007/ 001283 Reacti on
Schene 4: Preparation of Conpounds of Forrmula I: 1 R2oNH2, coupling
r eagent WO 2007/ 093402PCT/ EP2007/ 001283 - 18 - Reaction Schene 5:
Preparati on of Conpounds of Fornula I:

P u el
pe i il abs:
/N\N/>—R27 /N\N//N /N\) N\Rz, p T (Ryr
° (Rgr O

wherein each Ry is methyl, each Rz; and each Ry are independently hydrogen, C,-Caalkyl,

and
C,-Caalkoxy, Ci-Csaikylthio or triffluoromethyl, X, is oxygen or sulfurandris 1, 2, 3 or 4.

Examples for a three- to ten-membered, monocyclic or fused bicyclic ring system which is

Y

spiro-bonded to the C3-Cseycloalkyl group of the substituent Ry, are ,

N AL

Where no free valency is indicated in those definitions, for example as in o—/ , the linkage

pe
/N

site is located at the carbon atom labelled "CH" or in a case such as, for example,
at the bonding site indicated at the bottom left.

Preferably Z, and/or Z; is oxygen.

Preferably R, is hydrogen.

Further compounds of formula [ are preferred, wherein R, and/or R; is hydrogen.,

Rzp is preferably hydrogen, methyl, ethyl, i-propyl, tert.-butyl, CH,-CaHs, C(CHCH,)-CHs,
C(CH3).CH,SCH3, C(CH3)oCH,S(0)CHj;, C(CH3).CH2S(0)2CH3,CH;CN, CH{CH3)CHSCHs,

CH(CH,3)CH3S(0)CH; or CH(CHZ)CH;S(0),CH3, 3-methyl-thietan-3-yl, 1-oxo-3-methyl-
thietan-3-yl or 1,1-dioxo-3-methyl-thietan-3-yl, in particular hydrogen, methyl, ethyl, i-propyl,
tert.-butyl, CH,-C3Hs, C(CHoCH;)-C3Hs, C(CH3),CH.SCH;, C(CHa)zc'HZS(O)CHa,
C(CHg)2CH,S(0),CHa,CH2CN, CH(CH3)CH.SCH,, CH(CH3)CH;S(O)CH; or
CH{CH3)CH3S(0),CHs.



Ft."NH2, coupling reagent 4 G 1.,d;t1 WO

2007/ 093402PCT/ EP2007/ 001283 - 20 - Reaction Scheme 7: Preparation of
Conpounds o foondvsdes | : HN, R 20 G L6%G 0" 2F Fll4pdseiehh7o06keH .
CH3, H I C, Br, | base WO 2007/ 093402PCT/ EP20071001283 -21 -
Reaction Schene 7: Preparation of ConpqQunds of Formula I (for
indoles): CO2H 1. 11"-OH, H250, 2. HNC3, CF3S031-1 Me O |. DWF

di mret hyl acetal DMF, 100C 0 990 2. 10% Pd/C, H2, MeOH

Special emphasis should also be given to compounds of formula | wherein D is a group Dy,
wherein Rs is 2-pyridyl which can be substituted by halogen, preferably which is
monosubstituted by chloro at the 3-position of the pyridine ring and R, is halogen preferably
chloro or bromo, Cy-Cshaloalkyl, C,-C4haloalkoxy most preferably OQCF,H or 2,2,2-
trifluoroethoxy, preferably C,-Cghaloalkyl, most preferably trifluoromethyl.

Special mention should be made of compounds of formula | wherein

each of Rya, Ry, Rsa, Rss, Ase, and Rsy which may be the same or different, represents
hydrogen, halogen, cyano, hydroxy, CHO, C,-Csalkyl, C3-Cscycloalkyl, Cy-Cghaloalkyt, C,-
Caalkoxy, Ci-Caalkoxy-C,-Caalkoxy-C;-Caalkyl, C,-Caalkylthio, C4-Cjalkylsulfinyl, C-
Caalkylsulfonyl, C,-Ca,alkylsulfonyl-C4-Caalkyl, Cy-Caalkylsulfoximine-Ci-Caalkyl, C,-
Cadialkylamino or C,-Caalkoxyimino-G,-Cialkyl.

An outstanding group of compounds of formula | is represented by the formula Ib

Rioi
O l \'N
R0 N o
NH N 4 \
0 = (Ib)

[ —_
Ga\‘G/ H R jos
2

wherein G,, Gg, G and G, have the meaning as given for formula | above;

R1es is halogen, haloalkyl, haloalkoxy, alkoxy, especially difluoromethyl, trifluoromethyt,
chlorine, bromine, OCF,H,O-CH,-CF3; or OCHj, in particular halogen, haloalkyl, haloalkoxy,
especially trifluoromethyl, chlorine, bromine, OCF;H or O-CH,-CF3;

Rioz is halogen, C4-Cg-alkyl, C,-Cg-alkynyl, cyano, especially methyl, ethynyl, chlorine or
bromine; in particular halogen, C,-Cg-alkyl, especially methyl, chlorine or bromine; and

Rioa is methyl, ethyl, i-propyl, tert.-butyl, CHz-C3Hs, C{CH.CH3)-CsHs, C{CH3).CH,SCH;,
G(CHg)2CH2S(0)CH3 or C(CH3),CH,S(0),CHs, CH,CN, CH(CH3)CH3SCHa,
CH(CH3)CH3S(0O)CH3 or CH(CH3)CH3S(0),CH,, 3-methyl-thietan-3-yl, 1-oxo-3-methyl-
thietan-3-yl or 1,1-dioxo-3-methyl-thietan-3-yi; in particular methy!, ethyl, i-propyl, tert.-butyl,
CHz-CsHs, C(CH2CHg)-C3Hs, C(CH3)2CH,SCHa, C(CHj3):CH,S(O)CH; or



NH O,R 99 iDCOCI or D O00OH + coupling reagent Tabl e B:
Internediates: Anthranilic Acids And Methyl Ester Derivatives MS/ NVR

0 NH 1-12 Phhrobsdoz NVR (Me004, 400 MHz): 7.51 (m 1H),pchyid@ode@o12dd) -
6.55 (d, 1H), 6.33 (m 1H ppmO \ N-NH 11, CO2H 178 / 179 (MH)t 0 \

HNH H2 CO2H 212 / 214 (M+Hr 0\ N-1I}IH

C{CH3).CH,S(0).CH3, CH.CN, CH(CH3)CH3SCHj, CH(CH3)CH3S(O)CH; or
CH(CH3)CH;S(0).CH,.

Especially preferred compounds of formula | are represented by the following formulae:

- Y[fm m A,
Yff R
\ N
Y gk e
5 NH N =
ﬁlf H"‘N @K\f .,
NH HN l Az

N—NH HN .

(Ic) Indazoles (Id) Benzoimidazoles {le) Indoles and (If) Quinolines, in
particular formula (Ic);

wherein

R.ais preferably hydrogen, C,-Cjalkyl, Co-Csalkynyl, halogen or cyano;

Rqo is preferably hydrogen, C,-Cgalkyl, C-Cealkylthio-C,-Cgalkyl, Ci-Csalkylsulfonyi-C;-
Cealkyl, C4-Cealkylsulfinyl-C4-Caalkyl, thiethan-3-yl, thiethan-3-yl substituted by C;-C,alkyl,
preferably 3-methyl-thietan-3-yl,

L —Coo ~y Xy Ay

particular hydrogen, C,-Cgalkyl, C-Cgalkylthio-C,-Cealkyl, C,-Csalkylsulfonyl-C,-Cgalkyl, C;-

~ N A -

Cealkylsulfinyl-C,-Csalkyl, , , or :

in

R0 is preferably halogen, Cy-Cealkyl, C,-Cghaloalkyl, C,-Cealkoxy or C;-Cghaloalkoxy; in
particular halogen, Cy-Cgalkyl, C,-Cghaloalkyl or C,-Cghaloalkoxy;
Ri¢ is hydrogen, CHs, CH,CHjs, OCHg, SCH3, Cl, O, NH3, Br, NHCHa or N(CHag)s;

Rigis-hydrogen-or-CHs;-in-particular-CHg;-and
R is hydrogen, halogen or CHg; preferably hydrogen.

Further preferred embodiments of the present invention are the embodiments E1 to E99,
which are defined as compounds of formula | which are represented by one formula selected
from the group consisting of the formulae T1 to T99 as described below,



NH2 CO2H 256 / 258 (MrH)* - 22 - Anthranilic Acids And Methyl Ester
Derivatives MS/NVR\ N-NH 40 NH2 CO 2me 318 / 319 (M+rH)+ 3 0 NH2

coR1-| I\I-WOJQ%@H({934JOQ3 (M+H) \ N-NH O NH2 CC2H 203 / 20+ Mgtz 01
\ N-NH i (cI-13)3 1

-12.

wherein in formulae T1 to T99

Riais preferably hydrogen, Cy-C,alkyl, C.-Caalkynyl, halogen or cyano; in particular chloro or
methyl;

Rz is preferably hydrogen, G,-Cealky!, C;-Cealkylthio-C,-Cealkyl, C,-Cgalkylsulfonyl-C;-
Cealkyl, C,-Cealkylsulfinyl-C,-Cealkyl, thisthan-3-yl, thiethan-3-y! substituted by C,-Caalkyl,
preferably 3-methyl-thietan-3-yl,

oo,y N A

particular hydrogen, C;-Cealkyl, C;-Cgalkylthio-C,-Cgalkyl, C,-Cgalkylsulfonyl-C,-Csalkyl, C;~

Cealkylsulfinyl-C;-Cealkyl, % , & , or / , especially
iscpropyl; and

Rigg is preferably halogen, C,-Csalkyl, Ci-Cghaloalkyl, C,-Csalkoxy or C,-Cghaloalkoxy; in
particuiar halogen, C-Csalkyl, C-Cghaloalkyl or C,-Cghaloalkoxy; in particular

trifluorormethyl, diftuoromethyl, methoxy, bromo, chloro or 1,1,1-trifluoroethoxy.

(in

For example, embodiment E1 is represented by the compounds of formula T1

N
. IDn
R,a N o«
NH %
N5 (T1),

N7 | ©
B HN\

H,C R

wherein
Riais preferably hydrogen, C-Cjalkyl, C,-Cialkynyl, halogen or cyano; in particular chloro or

methyl;
Rag is preferably hydrogen, C,-Cealkyl, C,-Csalkylthio-Cs-Cgalkyl, C;-Cgalkylsulfonyl-C;-
Cealkyl, Cs-Csalkylsulfinyi-C,-Cgalkyl, thiethan-3-yl, thiethan-3-yl substituted by C4-Caalkyl,
preferably 3-methyi-thietan-3-yl,



Co2Me 288 / 289 (M 1-1-)+ | N-NH so | NH2 CO2H . 202 / 203 (WH) N 40

H CO2H 189/ 190 (M+rH Br NH2 CO2CH3 280 / 282 (M+H) O N - 23 -
Ant hr ani | | woAebdesAnd Met hyl Ester Derivatives PCT/EP2007/001283
-13-

LG~ X Ay

particular hydrogen, C,-Cealkyl, Ci-Cealkylthio-C,-Cgalkyl, Ci-Cealkylsulfonyl-C,-Csalkyl, Cs-
Cealkylsulfinyl-C;-Cgalkyl,

~ v /% /
, , or
isopropyl; and

Rio is preferably halogen, C;-Cealkyl, C,-Cghaloalkyl, C;-Csalkoxy or Cs-Cghaloalkoxy; in
particular halogen, C,-Cealkyl, Ci-Cghaloalkyt or C-Cghaloalkoxy; in particular
trifluorormethyl, difluoromethyl, methoxy, bromo, chloro or 1,1,1-trifluoroethoxy.,

;in

, especially

Embodiments E2 to E99 are defined accordingly.

The process according to the invention for preparing compounds of the formula | is carried
out analogously to known processes, for example as described in described, for example, in

US 2003/0229050 and WO 2005/085234.
The general preparation of the compounds of formula | is illustrated in the following reaction

schemes:




MS/NVR N 3 40 NH2 CCRH 203 / 204 (MrH)+ Br C 401 N-NH Nit CORH
290 / 292 (MrH)+ H3C G N-NH NH2 CORH NH2 226 / 228 (MeH)+ O N

CO2H 189 wolR0dobdy21-) + PCT/EP2007/001283

-14 -

Reaction Scheme 1: Preparation of Compounds of Formula |:

NQ, NO, NC,
1. Cro,, H,80,
2. esterification 0
o OO o N Now, Zueseiealn
1] L)
Gyt -G Gy '5G1 al Ac O.
: 2 ! 4 SKGQ ' R 59
Rgg is C,-Cy-alkyl
reduction
Ra " R,a
2 NH
Ryy-M 2 halogenation NH,
0 - ——————
Gd: G O O
ali g o Pd(o) o &3
B "Ry M=B,Mg, Zn,In <> 0. Gy 26, O.
: a o s R T R
R,, is CN, C=CTMS. CH, Ry, is CI, Br, |
TBAF C=CH
D-COCl
or D-COCH +
D-COCI : D-COCI
or D-COOH + coupling reagent or D-COOH +
coupling reagent coupling reagent
D O D
R,a \\l/
NH
O
£ base G
GyL<2G, OH GliG, O.
G2 al\Ga ! Hss
Ria is ON, C==CH, CH,, H A,y is CN, C=CH, CH,, H
I, Br, | * ol Br |

RpoNH,,
coupling reagent

R,SYD

NH

o)
G

4t
Gli_.:G, HN
3 -1
sz \qu




S-Nsi NH2 CO2H 228 / 230 (MH)- N__.H3C 0 NH NH2 CO2CH3 ' H- NWR

(CDCI 3, 400 MHz): 8.36 (s 1H), 7.60 (s, 1H), 4.02 (s,

3H PPm Owo 23402 NOO2H .-N CH3 274 / 276 (M+Na)

3H), 3.99 (s,
W CT/EP2007/001283

2007/ 093402PCT/ EP2007/ 001283 -24 - Anthranilic Acids And Methyl Ester

Derivatives MS/NWR 40 NH2 CORCF13 NH 226

Reaction Scheme 2: Preparation of Compounds of Formula I:

NO, NO, 1. AgCIO, NO,
2. NaClO,
Gyt GHCI,, BuOK G;f CHCI, 3. esterification Gt o
i I I
ali .6 Gyl ¢- B ali:&, o.
3'\G2 \ 3sz ! 3,\132 ! R
R,y is C,-C,-alkyl
reduction
R.a - Ra
2
R,,-M NH, halogenation NH,
G4| 0 o O
oliot, o, ro ST o
Eh i R - Gy <> O. Gli_.-G oO.
G 9¢ M=B, Mg, Zn, In B33 i R g 3\-@‘2 1 R
R,, is CN, CEZZCTMS, CH, Ay is CI, Br, |
TBAF G=cCH
D-COCI
D-COC! or D-COOH + D-COC
or D-COOH + coupling reagent or D-COOH +

coupling reagent

NH
Q
l: base Gy
Gyl:2G, OH —  all & o.
G e R g
Rials CN, CZ=CH, CH, H A, is CN, C=CH, CH, H
CLBri e, Br, |

RagNH,,
coupling reagent

H,a?YD

NH

O
G

41
Gli_:6, HN_
akGa ! R

20

coupling reagent




/| 228 (MtH)+ The staffing conpounds and internedi ates of the
reaction schenmes are known or can be prepared according to nethods
known to awpeheonsslilled in the art. The reactants campdigemeaebegs i n
the presence of a base. Exanples of suitable bases are alkali netal
or alkaline earth metal hydroxides, alkali netal or alkaline earth
nmetal hydrides, alkali netal or al kal'i'/®¢ earth netal amides, alkal
metal or alkaline earth netal al koxides, alkali netal or alkaline
earth netal acetates, alkali nmetal or alkaline earth netal

car bonatReactien &ellemen@tReparationl dt Lompeurdsraf frorreglal: di al kyl ani des or

al kali metal or alkaline earth t al aIkyIsinIanides, al kyl am nes,
al kyl enedi es, free or N-al ted saty gisa, 0 turated

cycl oal k é ba@wnmheteé annonmmnth and

car bocyclii c_Jani nés EXanpresciphicch may be, nenti o relsodi um
hydrOX|de*G§%d|unthydrlde s%ggﬁﬁtantde q%%§?$n1ﬁﬁEﬁOXI8§MBSOdlum
acetate, sodium carbonate, potassiumtert bggqxgge POLNAEShURorsw,

hydr oxi de, potassi um carbonat e, potaSS|un1hydr|d . 1|i t i pbHidienone,

di i sopropyl am de, potassium bi s(trinethylsilyOam de, c@Wdﬁ@ﬁt%Vﬂ?ﬂ%ﬁ3
triethylaninga diisopropylethyl amne, triethylenedi fgaa. T

cycl ohexyl ap NHN- cycl ohexyl - NIN- ¢ Mnethxlantne N, N-dlehhylanlllne

pyri di ne, |néthIan1no];§ i di‘ne, et i di

N- et hyl gl p e J'J L 2fmoni um hydr qxi-dezando

1, 8-di az&ighcl of 5 1 gne  DBU). The read} apts can be
reacted wi each %ﬁﬁer gg?su "i . eRwwi t hout ad Py A soRuent or

diIuent.mhnmnusmMea&es homeve;wmmt||s advantageous to add an inert
sol vent or dilueﬁtrqema m xture of these. If the reaction is carried

out in the presgnce of a base, basescmhich are enpl oyed
i n excess, such t rigedday| am ne °ma°g ne, N ydogpr phol i ne or

N, N- di et hyl ani | i nex_PayCceftso 8 as so vent s-0r dﬂh s The
reaction is a agedw T%m?m’ in tenperatute range from
appr oxi mat el gC to appLoxi ma preferably from

appr oxi mat e C to approxi +100C in many cases in the range
bet ween cenperature a ®Xxi mtely +80C. WO

2007/ 0934§2P P2007P801285 i A compound | can be converted in
a nannerekngwh Bgr se into &ﬁmg er oquound | by replacing one or
nore substi.f, y eq% f the starting conpound | in the customary nmanner
by (an)ot‘FlerBr stltuentCs7°%666ﬁde§ to the invention. Depending on

the choice of the reaction &ofitlitions and starting materials which
are suitabl el gogwgach case, it is possible, for exanple, in one
reaction ste c@ﬂMymm@treplace one substituent by anot her substituent
according tolthe invention, or a plurality of substituents can be
repl aced by ot her substituents according to the invention in the sane
reaction stepPs3alts of conpounds | can be prepared in a manner known
per se. Thus),” f exanpl e, acid addition salts of conpounds | are
obtained b eatment with a suitable acid or a suitable ion _
exchange, P and salts with bases are obtained by treatnment with
a suit abli or with a suitable ion exchanger reagent. Salts of

S

conpounds’ Séan‘bg converted in the customary manner into the free
conpounds |, acid addition salts, for exanple, by treatnent with a
sui tabl e basic compound or with a suitable ion exchanger reagent and
salts with bases for exanple by treatment with a. SU|tabIe aC|d or

converted in a nmanner knomn per se i nto other salts of conpounds I,
acid addition salts, for exanple, into other acid addition salts, for
exanple by treatnment of a salt of inorganic acid such as
hydrochloride with a suitable netal salt such as a sodium barium or



It is advantageous to isolate or synthesize in each case the

bi ol ogically nore effective isoner, for exanple enantioner or

di ast er eonig 2007098HH@NMEr M Xt ur e, for exanpl e enanti omerpciR2007/001283
2007/ 093402PCT/ EP2007/ 001283 - 27 - mixture or di astereonmer m xture,
if the individual conponents have a different biological activity.
The conpounds | and, where appropriafé?'the tautonmers thereof, in
each case in free formor in salt form can, if appropriate, also be
obtained in the formof hydrates and/or include other solvents, for
exanpl e Resotian Sgheote 4rdiyepaigtionsd SompowentistafFotmda bryst al | i zati on of
conmpounds which are present in solid form The conmpounds | according
to the invention are preventlvely and/ or curatively valuable ac- tive
i ngr edi entgsyFA t he f|eIdﬁﬂ;gfesgm&gmgyogxgiliﬁ at lo es of

appl i catdsq whi tzleeddigny e o AV ot Uilelicnsid  deee, pE%j:;ﬂ1and are
wel | toh$gﬁted by marn}bL@@ded speci es, G%¢sh and pE@n S.w.The active
i ngredi ent’s according tquQe i RV eRtdotdaa act agai nst afl or |nd|V|duaI
devel opnent al stages of normal | y“EERETTYVR byt al s re5| fptucton
ani mal pests such as insects or reée esent%&ﬁ&@ﬁ?gﬁimhgq

Acarina. Th¢ iwsecticidal &e acar|C| ivity of the activ NR 5
i ngredi ent ccoralﬂg to Thvenwinen ca ifest itself Li%g;yy,
i. e. insgest cfﬁg@‘bfe ts, WAl ch °pl ace eltherck NH,

i mredi at &h;z“ o nm-yuaiabeike—somen time has ehg ps:e,g for exanpl e gl rp,i,,egg,
ecdysi s, , ph, Lbdidectly, qumgxanple in a thqqd\g%magsltlonﬂg . sgypinimide
hat chi ng r atleex g Ggsg,pd activity cor respon&l 0 a destr uctNhon 126r®, , H,50,
(rmortality) of_ at |east 50 |t% % Exa S of t he abo -nt orfedt
ani mal pests are ﬁfﬁ&hthe GrieeapsAC ar | aFar, exanpl ez Ky Us sire,
Aceria shel dggio, i, AmETR spfAdas spp.
Boophi | us sp ﬁr Br eviNoal pu ElE]Qp. ryobi a praetiosa, Calipitrimerus
spp., Chor /ytes spp. , nyssus gal I i nae, Eotetranychus carpini,
Erlophye ko P¥" | xodes spp., Ay- gonychus praten3|s
Canthodﬁng% §bp , Panoﬁyghu§m§pp , Phyll ocoptruta ol eivora,

Pol yphagatakseanemus gq£g%=mﬁapgoptes spp., Rhipicephal us spp.
RhlzoglypHU@ spp., Sarcoptes spp., Tar sonenus spp. and Tetranychus
spp. ; fron1tggiorder Anopl ura, for exanple, Haematopinus spp.,

Li nognat hus| ®pprxetPedi cul us app., Penphigus spp. and Phyl | oxera spp.
fromthe order Col eoptera, for exanple, Agriotes spp., Anthononus
spp., Atomardgelinearis, Chaetocnema tibialis, Cosnmopolites spp.
Curculio spf.}, Dernestes spp., Diabrotica spp., Epilachna spp.,

Er emmus s Leptinotarsa decenlineata, Lissorhoptrus spp.,
Mel ol ontdfa Soo., Orycaephilus spp., Qiorhynchus spp. WO
2007/093%@2P@TQ§P2007/001283 - 28 - Phlyctinus spp., Poplllla spp.
Psyl | i odes spp., Rhizopertha spp., Scarabei dae, Sitophilus spp.,
Sitotroga spp., Tenebrio spp., Triboliumspp. and Trogoderma spp.;
fromthe order Diptera, for exanple, Aedes spp., Antherigona soccata,
Bi bi o hortul anus, Calliphora erythrocephala, Ceratitis spp.,
Chrysonyi a spp., Culex spp., Cuterebra spp., Dacus spp., Drosophila
mel anogaster, Fannia spp., Gastrophilus spp., d ossina spp.
Hypoder ma spp., Hyppobosca spp., Liriomyza spp., Lucilia spp.,

Mel anagronyza spp., Misca spp., QCestrus spp., Oseolia spp.,
Oscinella frit, Pegonyia hyoscyam , Phorbia spp., Rhagoletis
ponmonel | a, Sciara spp., Stonoxys spp., Tabanus spp., Tannia spp. and

Distantiella theobroma, Dysdercus spp., Euchistus spp., Eurygaster
spp., Leptocorisa spp., Nezara spp., Piesnma spp., Rhodnius spp.,

Sahl bergel la singularis, Scotinophara spp. and Triatoma spp.; from
the order Honoptera, for exanple, Al eurothrixus floccosus, Al eyrodes



fromthe order Lepidoptera, for exanple, Acleris spp., Adoxophyes
Spp., Aegeria spp., Agrotis spp., Al abama argillaceae, Anylois spp.,
Ant i car si aw@eiaadeadobS, Archi ps spp., Argyrotaeni a spp.,pdAWRGHAR
spp., Busseola fusca, Cadra cautella, Carposina nipponensis, Chilo
spp., Choristoneura spp., Cysia anbi- _guella, Cnaphal ocrocis spp.,
Cnephasi a spp., Cochylis spp., Coleoﬁﬁgfa spp., Crocidoloma WO
2007/ 093402PCT/ EP2007/ 001283 - 29 - binotalis, Cryptophlebia

| eucotreta, Cydia sg?., D atraea spp., Diparopsis castanea, Earias
spp., EpteastioraSesme 5:Eieraatonsy FompeupdseafiFormulaibi guel | a, Euprocti s
spp., Euxoa spp., Gapholita spp., Hedya nubiferana, Heliothis spp.
HeHul a undalis, Hyphantria cunea, Keiferia |ycopersicella, Leucoptera
scitella, Lithocollethis spp., Lobegja botrana, Lymaptria spp.,
Lyoneti a spp KEHlracosoma spp. dtra brassicae,~Mntfica sexta,
Oper opht er a @E!., Qadnfinhtigh @ ny ! LS, Pagrmspe spp. dndem s spp.
Panol i s f?p ea, Pecrrnuphorq:g_ssfﬁiekar—ﬁhﬁhor fraep ofercul el | a,
Pieris rapég®Plans spp., PIGtefTa xyl ostel la, PPaysspp.,

Sci rpophaga spp., Sesam a spp., Sparganothis spp., §podoptera spp. ,
Synant hedon spp., Thaumnet opegai.shla, Tortrix spp., T%Wshmplusia n

and Ypononeuta spp.; from t keayodcaiowliigh | ophaga, for exX#&mpl e,
Darmal i nea sp i and Trichodectes spp.; fromthe orddry&fH8ptera, for
exanpl e, Bl gtt'a spps.nuofl attel l app., Gyllotal pa spm,, Leucophaea
mader ae, L azsppoase Peri pl Nig,pp Janeify ?ﬁ%ﬁLSt Jer o, spp. ; from
t he order opbera®tfitioexa : Liposd§i|% spp. om t he order
Siphonaﬁﬁe[ , flor exanple, €rafophyllus spp., G€nocefnal i des spp.
and Xenopsslt a Chgopi's; fro@lgHe or der Thysanopt@kgs,for exanpl e,
Frankl i ni el | a sfpis¢-dderci not hrips spp., Scirtothrips aurantii,
Taeni ot hri ps qppcact Thrips palm and Thrips tabaci; and fromthe order
Thysanura, for| BXdMil%e Lepi sma saccharina. The active ingredients
according to tthe 1nvention can be used for controlling, i. e.
contai ning or desfroying, pests of the abovementioned tﬁpe whi ch

)

occur in parto pﬁrar on plants, egPsePally on usefuky; ts and

or nai - nent al sy [ [ i rests, or on
organs, suc 5 bers or roots, of
such pl ams,Yan¥In sone ca Bl ant or gan %re forned at
a later paigs im.fine renaiqﬁgga eged againstef eHnpests.
Suitabl e tafiget cr#ps are, in garticular, cerea{?F suck.as wheat,
barl ey, rye, oats, rice, maize or sorghum beet, such as sugar or
fodder beet; fruit, for exanple ponaceous fruit, stone fruit or soft
fruit, such as apples, pears, pluns, peaches, al nonds, cherries or
berries, for WD 2007/ 093402PCT/ EP2007/ 001283 - 30 - exanple
strawberries, raspberries or blackberries; |egum nous crops, such as
beans, lentils, peas or soya; oil crops, such as oilseed rape,

nmust ard, poppies, olives, sunflowers, coconut, castor, cocoa or
ground nuts; cucurbits, such as punpkins, cucunbers or nelons; fibre
pl ants, such as cotton, flax, henp or jute; citrus fruit, such as
oranges, |enons, grapefruit or tangerines; vegetables, such as

spi nach, lettuce, asparagus, cabbages, carrots, onions, tomatoes,
pot at oes or bell peppers; Lauraceae, such as avocado, Ci nnanoni um or
canphor; and al so tobacco, nuts, coffee, eggplants, sugarcane, tea,
pepper, grapevines, hops, the plantain famly, |atex plants and

hQyt i culrnme and
ol | agevpingreagerk s,

especially suitable for controlling Aphis craccivora, Diabrotica
balteata, Heliothis virescens, Myzus persicae, Plutella xylostella
and Spodoptera littoralis in cotton, vegetable, maize, rice and soya
crops. The active ingredients according to the invention are further



t oxi n- produci ng bacteria, especially those of the genus Bacill us.
Toxi ns that can be expressed by such transgenic plants include, for
exanpl e, | wxembi/wsgal proteins, for exanple insectici daiciErbENRs3
fromBacillus cereus or Bacillus popliae; or WO

2007/ 093402PCT/ EP2007/ 001283 - 31 - ingecticidal proteins from

Baci | lus thuringiensis, such as 8.-endotoxins, e.g. Cryl A(b),
CylA(c), CGylF, CylF(a2), CyllA(b), CylllA CylllB(bl) or Cry9c,
or vegetative secticidal proteins (VIP) VIP1, VIP2, VIP3 or
VI P3A, eqcﬁ%gaﬁ"%@lprﬁﬁ’%ﬁl g Qﬁ“ﬂ?&&@%@f Fé?"&%ﬁcbﬁfpémﬁ@ml@ﬂrat odes, for
exanpl e :Phot or habdus spp. or Xenor habdus spp., such as Phot or habdus

| um nescens, Xenor habdus nenat ophi | us; tgm ns produced by anl mal s,

such as scorpio NS, 1 @baghnd d t oxf N vvasp t oxi ns an
i nsect-specific ,rot oxi&HHE oxi ns i,

St rept onycet e8{it OKiI ns pfl_'*:ﬁ}j]_ectﬁ S, su h %ﬁ%tq .;-'-
| ectins or sn@&\gﬂap | ect izn¥$2aggl Ghén?ﬁ,ns pr ot ei nase iah ,hltcmn , Sluch
as trypsine inhibitors, serine protese inhibitors, pat ats
cystatin, papain inhi bi tors; riposone-inactivating protéifis C(??fyb)
such as ri cin, maize- RI»Eb,,babr' , luff in, saporin or bryodisgestrerioid
nmet abol i sm enzynes, such 3- hydr oxyst er oi doxi dase,

ecdyst er oi d- UDP- gl ycosyl#1 r ansf er ase, Fh%:hol esterol oxidases, f@cdysdne
i nhi bitors, HVG duct ase, ion chapéh bl ockens, such/@z;dckers
e
chiti

of sodiumor ca bannel s, juvedi | & her nmore_ester ase i g
hor none receptha stll | bene synt h&ge

bienzyl synt haseG as€s
and gl ucanasesﬁﬂkd'ﬁ t % context of@ é3= pregent M=mveat inon f‘lrip?‘e B, |t O
be under st ood by “8- endot oxi ns, for exarrgl e’ Cr yl A(b), Cryl &(i£d s Cryl F,
CrylF(a2), CyllA(B), CrylllA O §PBfRTSe F’° Cry9c, or vegetative
i nsecticidal proteil§§3y.P), for exa T=cdl P2, VLP3 or VI P3A,
expressly al so hybroghirg @eéns, truncat d.?ﬁ&&hns and i fied toxing.
Hybrid toxins are produced recorrbl nantyl %reyesgm new, conbi nat i on of
di fferent domains of those proteins (s& for e ce, V\D 02/ 15701) .

Kknown. Injthe

aga

Truncated toxins,_dgQroexanple a truneatyd
i} ! e naturally

case of m)difiedhtao ns, one or nore
< repl acggd. In su

occurring toxi
| y=pt-esent q

preferably n / caye recogmm@bﬁequences are
inserted int ¢ taxin, such as G‘ztém ex | e, | neofplgeagise of

Cryl 11 AOS5, a L@athepm n-D-recogniti 6n sequ&nce is inserted into a
Cryl 1A taxid, tsee MO:03/ 018810)s, kX 8T ddscipé=8a4Ch toxins or
transgeni ¢ pl anka capabl e of synthesising such toxins are disclosed,
for exanple, in EP;A 9 374 753, WD 93/07278, WD 95/ 34656, EP-A-0 427
529, EP-A-451 878 ing/ M3/ 052073. The processes for the
preparation of such transgenic plants are generally known to the
person skilled in the art and are described, for exanple, in the

publ i cations nmentieped above. Cryl-type deoxyribonucleic acids and
their preparationfarle known, for exanple, from WD 95/ 34656, EP-A-0
367 474, EP-A-048¢"979 and WO 90/13651. WO

2007/ 093402PCT/ 0076001283 - 32 - The toxin contained in the
transgeni c pl inNparts to the plants tolerance to harnful insects.
Such insects & in any taxonom c group of insects, but are
especially coomonly fofind in the beetles (Col eoptera), two-w nged
insects (Diptera) and butterflies (Lepidoptera). Transgenic plants

and express one or nore toxins are known and sone of them are
commercially avail abl e. Exanpl es of such plants are: YieldGard(r)
(mai ze variety that expresses a CylA(b) toxin); YieldGrd RootwornD
(mai ze variety that expresses a CryllIB(bl) toxin); YieldGrd Plus(r)



- 33 - 3. MR604 Mui ze from Syngenta Seeds SAS, Chenmin de |'Hobit 27,
F-31 790 St. Sauveur, France, registration nunber C FR/ 96/ 05/ 10.
Mai ze whi clvgms7deesn rendered insect-resistant by transgemm®oorneizss
expression of a nodified Crylll A toxin. This toxin is Cry3A055
nodi fied by insertion of a cathepsin-D- protease recognition sequence.
The preparation of such transgenic neiz€ plants is described in WO
03/018810. 4. MON 863 Mui ze from Monsanto Europe S. A 270-272 Avenue
de Tervuren, 8-1150 Brussels, Belgium registration nunber C DE/ 02/09.
MON 863 Bsantier Sekerae GrireparBlignyf Gampowndsof Framuledsi st ance to certain
Col eoptera insegts. 5. IPC 531 CottQn from Monsanto Europg,S. A
270-272 Avenue {e Tervurew,uBe1150 Btussels,, Bal gium regitrafd on
nunber C/ ES/ 9 7 6. 1507MMP%e fr Bi oneer ink@nseas Cdf por at i‘on,
Avenue Tedesco; C&I;GO Brussel g A~ ETTSTTAT i Q)T
C/ NL/ 00/ 10. Gengtic&l'ly nodified maige #or t'he expression of fhe
protein CryX,tas, achi eving si stance t.0. _%e_a("&,ai n Lepi dopt e‘raméwseum;;eoup
and of the PAT protein fop-aghi eving| tl.efahce to the her bi cagEa, phiaiamide
gl uf osi nat e anmoni um T NKBEB v of 2@kueiviedl @@€4, r om Monsanft o ndvoyi@pe
S. A 270-272 Avenue Ter Bupesien  B- 118308 lissel s, Bel gi um | 3 inteduciondl G,
regi stration nug}ger C/ GB/ 02/ MB/ 03. nsi sts of conventionally bred
hybrid mai ze val] etjes by crossing {fie _genetically nodifieddarieties
NK603 and MON i’ze transgenically expresSEs the
protein CP4g eriumsp. strain :
i nparts tol efan o tfAe herbi cigle Roumdup(r) (cont ains
and al so a lesAlgthp) t oxi n obt ai N&W;
kur st aki which bri
t he European corn boger. Transgenic frops of insect
are al so described i "\BATS (Zentrum for Biosicherheit und
Nachhal ti gkei "entrum BAJS, Cl arastras Q'rﬁ?nan 4058 Basel, Switzerl| and)
Report 2003 (hfffith/habs\ch). The tefm "crops" /s tiieHe Uier $8:God as
i ncluding al so crop plants which have been so Aransfornmed by the use
of reconbi nant DNA technigues that they are gapable of WO
2007/ 093402PCT/ EP2007/ 001283\ 34 1 synt hedi si ng anti pat ho i C
subst ances having a sel ective actiow&uch as, for exanple H,
so-cal | ed "pat hogenesi s-rel ated i " (PRP&,.-¥ee e. g, - 00392
dtre

225). Exanples of such anti pat fifigehi cfsubst anceawand t r afjsgeni

. Gii,- . ., I,
pl ants capabl e of synthesi sing s‘uﬁ;ﬁ‘ aﬂtngpat hoglem.aw.lsubst%méfs "
known, for exanple, fromEP-A-0 392 225, WD 95/33818 and ckRs=ferfds. 303
191. The net hods of producing such ltr-eaasgeni c plants are geni{aggly
known to the person skilled in the aﬁﬂzﬁ;uono@c«ﬁamare described, fo
exanple, in the publications nmentiodned above. Antipat hogeni e=cH
substances whi ch can be expressed hf h trapsgeni ¢ plants include,
for exanple, ion channel blockers ocg'é?ccﬂ&ok.f,pr sodi um and
cal ci um channel s, for exanple th KP1, KPeurlypr=4®6 t OXi NS;
stil bene synthases; bibenzyl syathgéess°chitinases; glucanases; the
so-cal | ed "pat hogenesi s-rel at edliprat ebns” (PRPs; see e.g. EP-A0 392
225); anti pat hogeni ¢ substances %ﬂoducédssby m cr oor gani sns, for
exanpl e peptide antibiotics or heterQgyeld=nad, inbi otics (see e.g. WO
95/ 33818) or protein or polypepti d1 fact@ms: i nvol ved in pl ant

pat hogen defence (so-called "plant [di,sease resi stance genes", as
described in %/\083/ 000906) . Further| areas of use of the conpositions
st oreroons ﬁdelhe protection of rambo??p’t erials, such as wood,
textiles, por coveri B@% or buil diggsyH and al so in the hygi ene
sector, espeetrakPy tHEBFBTection hunens, domestic animals and
pr oduct ié??é;'ci est ock agai nst pes#S™T “¥tie nentioned type. In the
G Ry, GG, OH

2




O the order Blattarida, for exanple Staffs orientalis, Periplaneta
anericana, Bl attel agermanica and Supslla spp.. O the subclass Acaria
(Acarida) suhobh®@sepders Meta- and Meso-stigmata, for exanm07A0088
spp., O nithodorus spp., Qobius spp., |xodes app., Anblyonma spp.,
Boophi l us spp., Dermacentor spp., Haenophysalis spp., Hyal omma spp.,
Rhi pi cephal us app., Dernmanyssus spp.fzﬁaillietia app., Pneunonyssus
app., Sternostoma spp. and Varroa spp.. O the orders Actinedida
(Prostigmata) and Acaridida (Astigmata), for exanple Acarapis spp.,
Cheyl et | Rédctiors BghemeCF: reparaticendf €ompogmys. of Fvgrolla h(fspipdoles):

Psor ergat esspp., Denodex spp., Tronbicula spp., Listrophorus spp.,
Acarus spp., Tyrophagus spp. Caloglyphus spp., Hypodectes spp.,

Pt erol i claus pcoHPSOB@pﬂeﬁospp , @Rorf{ opt es ammem@moﬂeates

Sar copt es 3 hbto%th§ﬁ§ap MeKpewi docePkes §ﬂ5'?°iytgdrte P o
and Lam no S, app The Conpo ons accos s vt Qvbbe |1

are al so suitab & for protectrng AFai &L, i nsect i nfestati on\ Ht he
case of materials such as wood, {extd k&g, plastics, adhesives, gl uélsy

pai nts, paper and card, |eather, floor coverrngs and burldrngs WO

2007/ 093402PCT/ EP2007/ 001283 - 36 - Xest obi um ruf ovi | | osumop.coci

Ptilinuspecticornis, Dendrobiumpertinex, Ernobius nollis,| PryegsiHum
.. . . coupling reagent

carpini, Lyctus brunneus, Lyctus africanus, Lyctus planic 'S

Lyctus linearis, Lyctus pubescens, Trogoxylon aequale,

M nt hesr ugi col%9%s? Xyl eborus spec., Toypiodendr on spec., Apat

nonachus, Bgstryghus capucins, Heterobbstrychus brunneus, Sin | on
spec. and derus ”ﬂ:;hr% and nenopterans such @SS r ex

j uvencus, gi gas, Focer ai gnos and Ur od aoigur ,
and term$ed such as Kal ot ermes Vi oIIrs !CTyptoter 3 .re'Ts,
Het er ot er ne8"i kcola, Reticulit WESOHIavrpes Reti cul i)
santonensis, Reti&uliternes |ucifugus, Mastotermes darw niensis,
Zoot er nopsi s nevadensi s and Coptoternes fornosanus, and brrstletarls
such as TebleiB hersaciEhes: i na. The i nvention therefore also relates to
pesticidal conpositions such as emul sifiable concen- trates,
suspensi on_concentrates, directly spravable or dilutable solutions,
spr eadabl ¢ past es,Aethtaniie Acidal si ons, jsol ubl e pomﬂg ,gispersible
powders, wett allemBPVIEs- DoNaives 9r @nul es or en %@W tions in

poI ymari c |substances. which conprise | _at least - one of the activ

i ngredi ent|s accor di ng fie i nvent i on HaNMRV(NeOR: 409 Midz)h2 54 énect el
to suit the intended 5 and the pr vanlyng(@nrguygggnqeesgghﬁhese

conposi tigns, the agthwesihgredi ent |sgﬁggloye in pure form a sofid
active ingredient Y ﬁxanﬁ?% inas B particle size, or,

pr ef er abl y, together mnth - at | east one of the auxiliaries
convent i oety—used—h thﬁ ar-t—of—forru-at+em—stueh—as—extenders—if or
exanpl e sol vents or @arrrers or such as surface-active
conpounds (surfacta ggqﬂples of [suitable £ MeOLF+Ae!
unhydr ogenat ed or par i al ydr ogengt ed aronmati c hydrocar bons,
preferably the fr acNT¥hs Cs to Cl12 of] al kyl benzenes, such as xyl enge
m xt ur es, ratkytrated ngphthatenes—or—tetrahydromaphthatene,—atphaty ¢
or cycl oalji phatic hydroca&%gns such jas paraffins or cycl ohexane,
al cohol s guch as et hg opanol or| but anol ycolﬁ ﬂ dtheir
ethers ang esters s Eh kppylene dl ycol, dr% dMa glycol et her,
et hyl ene gl ycol or Set Iene gl ycol nnnonethyl ether or ethyl ene
I

——1ﬁ1ﬁﬁﬂ—ﬁﬁﬁﬁﬂﬁ+w+—ethe¥ mCLones, steh—as——cycltohexanone,—t+sophoroene—or
di acet one [atcohot—st pllgl ypotar—sotvents,—suchas
N- et hyl pyrrolid-2-ong %sthyl sul floxi de or N, N-di net hyl f or mam de,
i di zed vegetable ojls, gzch as
7B

wat er, ungpoxi di zed
unexpodi zed or epoxid -,Cégpeseed, gast or, M*gbya oil, and




ammoni um br om de.

WD 2007/ 093402PCT/ EP2007/ 001283 -

38 -

of suitable anionic surfactants are water-sol uble soaps or

wat er - sol ubilceosymbdret i ¢ surface-active conpounds.

sui tabl e soaps are the al kal

substituted) ammonium salts of fatty
approximately 22 C atons,

oleic or stearic acid,
obt ai nabl e—f-or nynnhln from.caconut

al kal

or of natural

ine earth or (unsubstituted or
j ds havi ng approximately 10

such as the ‘Sodi um or potassiumsalts of

fatty acid m xtures which are
or_tall oil; nmention nmist also

Exanpl es

Exanpeese®bo7/001283

to

be

made of the fatty é@ﬂﬁﬁ%@&*ﬂqstaurate<.
s an ﬁnb‘m%‘ﬂ'ny'ﬂEﬁ%r beasesy | v,
fatty sul fia
sul f onat es|.
present as
ammoni um gal ts and t

sur f act ant

appr oxi mat
under st ood
whi ch may
| i gnosul f g
al cohol suU
al so incl(
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derivati vdg
radi cal of

al kal i,
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| fate m xty

s preferab
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ni c acid, ofiéhe dodecyl sul 1

Fi¥Hcontain 2 sul f

ﬁnnrnvu nrnf al Q 1 O ﬁnnrnvu
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noi

However,
in particul

substituted or unsubstituted

neral |y have an al By8/8tal(MeH)" of
a Keely 22 C
as includimg the al ky

al so to be
exanpl e

at ons, al kyl
pty of acyl radicals;
or-calciumsalts of

§¥ﬂ$gﬁt;csulfonate

the fatty sul f dnat es and fatty sulfates are

S,

uric ester or of a fatty

natural fatty acids. This gr
c estersignyigauM«hi ¢ aci ds
The sul fonated benzi m dazol e
bnyl groups and a fatty acid
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possi bl e &
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phosphori g
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G itable p
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rat-ely-22-C atons.

Al ci um or triethanol ammoni um
di but yl napht hal enesul f oni ¢
f or mal deBY@e2tdiEtisate. Al's
hosphat es, such as salts of t
14) et hyl ene oxi de adduct, or
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percent by
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90% prefe
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s edient
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active
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08%
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N/
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CO,CH,

280 / 282 (M+H)*




Exanpl e 1: Preparation of

6-{f2-(3-chloro-pvridin-2-v1l)-5-trifluoronethvl

- 2H pvrazol e- 3-

car bonv1l- i 1e0}e9ddd2i ndol e- 7- car boxyl i ¢ aci d i sopropv| arg@eszoo7@p1283

Preparation of 6-am no-1Hindol e-7-carboxylic acid nethyl ester This
conpound is prepared as described in_,1. Og. Chem, 1996, 61, 1155;
LC/ MS: 191/192 (MrH) +. WO 2007/ 09340ZPCT/ EP2007/ 001283 - 40 - To a
sol ution of 85.2 ng (0.45 mmol) of 6-am no-1Hindol e-7-carboxylic
acid methyl_ester in 4 m of dioxane and 1 rril of nethanol, is added
0.45 nL (d.9 mol ) AthragilicAfifsous sol ufion of NaO—}&gg{Hm he mixture s
stirred over th@d mgﬂtg@@r @Qfﬁat,ﬁsnew hddi tion of O (0.45 mol)
of an aqude NaO ade _and the mxture is stirred
again 6 h at GOC and then cooI ed to apbient tenperature. After
evaporatign of all ths Mrients, a crpde yellow sh residue is
obt ai ned gnd used di in the next step; 1243 NR D4, 400
MHz): 7.53 (m 1H) N®7505 C®H111), 6.55 (d, 1H), 6.33 (m 1H) ppm]|c)
Preparatign of
7-[2-(3-chloro-pyridin-2-y1)-5-triflupronethyl-2H pyrazol - 3-y11- 1H: 8-
oxa- 1, 6- di aza-cycl oper la[ a] napht hal ep- 9- one To a suspension of |79
nmg (0.45 ol ) of 6-a | ndol e- 7} carboxylic acid in 7 nL of
acetonitrijle, is adde mg (0.45 npol) of 290/292 (M+H)*
2- (3-chl onjo- pyri dgja-= Mil uoronet hyl- 2Hpyrazol e- 3- carboxylic
acid followed by 0.1 (2.06 mol ) pf pyridine. The mxture is
stirred at|_anbient tenperature duringl 30 m nutes. Then the suspens]on
is cooledjto OC and O. 1' mL (1.57 nmo] ) of nethanesul fonyl chloride
is added qropw se. The tdxtume is stifred at OC during 30 m nutes pnd
2 hours atf anbient te at ure. After| evapor at 2zgy 25 (Magl)'sol vent, [he
residue i g tritunpged WAt h @Hi ni mumpf cold water. The precipitatp
which is flormed i $ fijtited and washed with cold water. The residue
is then pyrified by colum chronnatogriaphy on silica gel with hexanges
and et hyl |acetate as£hyehtis and 47.1 ng (0.11 mol, 25% of a L]
2;?' | om shisolid are | A BSSH LG M5 432/ 434 (%I—Pwo (&? Hg’r eparatio
6-{[2- (3- ¢hl or o- pyrigit- 2-y1) - 5-tri fljuor omet hyl- 2H pyrazol e- 3- car btony
1] - am no)-1H-indole-7-carboxylic acild isopropylamde WO
2007/ 093402PCT/ EP20075001283 -41 - d N 11-N NH NYOH NH 0 CH,
NH,
228 / 230 (M-H)~
n? y COH
\S-—'N
'H-NMR (CDCls, 400 MHz): 8.36 (s 1H),
CO,CH, 7.60 (s, 1H), 4.02 (s, 3H), 3.99 (s, 3H)
>LNH ppm
3
NF CO;H 274-1-276-(M+Na)*

I
N
Hac&r

CH,




To a solution of 110 ng (0.25 nmol) of the crude
712- (3-chl oro-pyridin-2-y1)-5-

trifl uor omatonedradbkopyr azol - 3-y1] - 1H 8- oxa- 1, 6- di aza- cy oh@pembloaieaPh
thalen-9-one in 2.5 nL of anhydrous tetrahydrofuran, under Argon, is
added 0.07 nL (0.77 nmol ) of isopropyl %m ne. The reaction is stirred
during 5 hours at anbient tenperature %2nd then guenched with an
aqueous saturated solution of ammonium chloride. The product is
extracted twice with ethyl acetate and the conbined organi c phases
are dried |on Na2SOAMbraniicAdidsd and the sol vent is Sngr ated. Aftel

purificatijon bynd Meehy Eagp[g@,q@g\yéphy bn si | i ca. gM h hexanes and
et hy| acetlate as eluents and a prepar at ive thin | ayer chr omat ograpmy,

18.5 ng ((. 04 mol '% of a white splid are obtained; LC ME:
513/ 515 (M -Na), 1,242C. Exanpl e 2: Preparation of
6-{12- (3- ghl or o- pvr il 1)-5-trifl uor onmet hvR2@H238/MtHT e- 3-

car bonyl | -fam no} -
See step d of exanpbeNHL with
742- ( 3- chltero-—pyrdia—2—yH—5—t++Huverorethyl—2H-pyrazel-3-y1] -

1H 8- oxa- 1, 6-di aza- cycl opent a[ a] napht hal en-9-one as starting materi al
and cyclTbp rstmmgarmdwhmmnteﬁrhémates ohtba reactibn se@aics@e kdwnkoriean asd

[ v, SR A BRRRENe Pl bR Bertth LR P O3 o or 1 o

of 6-{f2-(3-chloro- pvr|d|n 2-v1)-5- trifluororrethyl 2H- pvr azol e- 3-

o epar o relchls o RNCAZRN B i DRPREVOI ahad Bttty GRUNAIN Sep o
conpound/al nﬁtﬁésa@lwmwaaemal @é@rorlﬁesr@&ametai or alkaipe earth n@wgydndes

LC V5. 381 At H\'ﬁlkalme cBith R\’s@é?%ﬁﬁdésoélkélf metal or alkaline earth metal alkoxudes
Thi.s conpound

6- am no- ']Rl—El ndazol e- cargox lic acld NH2

pr epar e@" a5MgES Y ?%"é'&e €Aty metg! goetaes alkalizogiel orég‘ah%%arﬁ‘@ﬂ@' %rlzpnates

g;gycli; gamylt metab p2alGalink |eadamltaed23;+@+adum&;r atkab friRtd! oh@kdmk @atAetdt C/ MS:
ra

7. (5. aldEidmiges bR Rlamines, ree pr A-abaist sepuipied o7 pasawRlge,

- 1H 8- oycivalkyn@nas; ba:zahety-mlcmiemma[mqmphydmhmai}dmad)dwwc amif@s. '

2007/ 09 ; n e

el uent sﬁ%ﬁgﬁ%ﬁg%zb%%%%%e%é%aﬁog@ mc‘% EO%Y’L?{%%] %g@ Em

d) Pr epé_?Cﬂlfm@'pﬁﬂ'(lﬁXIde sodium acetate, sodium carbonate, potassium tert-butoxide, potassium

I6I {[2-( ﬁycﬁbh@é %o@él&hﬁ'ﬂ? dért?m%@ p5ra§£1urf1|h9&{dé”@chmh1dngbbr8h(ﬁ§r§i9k§po$as%%ﬁp0 n%

Cl-lgmsggl@% tBylggZyﬁﬁ%’dg sac Oﬁ%{drlge tnethylamslr?g dugc};)ropylethylamme

712b( 3- fl’l&il’@vlr_@?eﬁamirﬁl, wcﬂarmiglaﬁamtemfcyc:;l&ramm W&math?llénﬂwh mzrgbi@trﬁianmne
car bony tri.aza-cyclo a t hal en- 9- one as
starting” r%:%L{'l e?.(ﬂﬁdﬂeﬁ@’ aniIQPRT q}"@g@@l"@ %@Prﬁhﬂ' "Ehr omat ogr aphy
puri fi caenzytrirogthgainmoaiugehyddide dreiisrdiszabicicle(3yy.Dluaded-Zibse B3BWL uent s,
a sl | ghtly beige solid is obtained (72%; LC MS: 492/494 (MtH)'

m p.: 203-205C. Exanpl e 4: Preparation of

64[ 2 ( 3Tbhregeianiswaanderreacted yittseagh dtheraseneh, fivel withdupgddingd eei@ant or dilu-
car bonypjy ﬁ’ﬂ:h@tﬁ 'c?élé?;" hm%?’liﬁé LGRS 0% d@%ndnert solvent or diluent or a

cycl opr opvl met
mixture of these. If the reactlon is carried out in the presence of a base, bases which are

Jdcar boxyl | ¢ acid cycl opropvl am de:

employed in excess, such as triethylamine, pyridine, N-methylmorpholine or N,N-
diethylanifine, may also act as_solvents or diluents

The reaction is advantageously carried out in a temperature range from approximately -80°C
to approximately +140°C, preferably from approximately -30°C to approximately +100°C, in
many cases in the range between ambient temperature and approximately +80°C.



See exanple 2 with

742- (3-chloro-pyridin-2-y1)-5-trifluoronethyl-2H pyrazol e- 3- car bonyl ]
- 1H8- oxa- 1w fetesaza- cycl opent af a] napht hal en- 9- one as BtBER2007®01283
material. After overnight reaction and col um chromat ogr aphy
purification on silica gel with hexanes and ethyl - 44 - acetate as
eluents, a slightly beige solid is obtained (77%,; LC MS: 504/506
(MtH) +, mp.: 240-242C. Exanple 5. Preparation of

6- 1f 2- (3-chloro-pvridin-2-vl)-5-trifluoromnethyl -2H pvrazol e- 3-

car bonvl1ll-am no}-1H i ndazol e- 7- car boxylic acid

bi cycl ops epvdoubdy bambsleonvefieg irfd ﬁﬁnﬁbr&ﬁo%ﬁéﬁ&eﬂnt& afbther compound | by
742- ( 3-chl or.o- g%ri di n- Z\b']lit 5-1 rg‘clbl uor.onet élﬁ:‘i‘ig"ﬁﬁ{hﬂaml e- 3-

car bony| ‘FPIEENG OB QL Pore sybptityeys ol )R FBRLACTRP WY i RIFtomasy Bagaer by
st art i nganmties salstitudhigs)raeeatiingno tre ipenfior. med Wi th 1.5 equival ents of
bi cycl opropyl-1-yl am ne hydrochloride and triethylam ne. After

overni ght reaction at anbient tenperature, 0.3 equivalents of the

am ne arlZepehding as theantwicadd e raadion ltenditms tand starthgshateriad whichrare glitablat
50C. Aft. 0 g_pdp{y i ' L R
hexanes 'ﬁrﬁ%&’e‘%‘ﬁgﬁ ' %fc},é?%@%,qgé e fé%ws{)r{éa'%%‘oﬁg\tﬁ%%@s%lr?‘galgeg&b utglgtH%%f't
(709 ; Lg/austhepatsBRent(@uee{ding tenths inveptian, 2p 7 QlurgiknefiubsiBuerfts eqabeater on
of 6-11 - al&kH A hid-a2e N 26 tHal i = e- 3-
car bony T oh HHL R 2oyt i e e e [FaRaEae a1
CH3 NNNH O WO 2007/ 093402PCT/ EP2007/ 001283 -45 - 9-one as starting

mat er i alhstaﬂtadf &%rﬁ:ﬂjdl inuftl @rﬂrib& ;ﬂtfepffﬁﬁ %) ﬁn?hrﬁ@ kﬁnf\ﬁﬁ/pérfbe\t{\@h@i Yor Abingle, aciid g
overni ght, reactjon at a nt tenperature, e .mxture i s, evaporate
and. subrACRHiERSE15 < SPTRCLTIR PP UEPabh T FRIMPR Wik SHiable s fE aiesls o
et hyl acatidngeaagéniand saltsAwitH bagpat bye digdigel sotaatimist vaibit asuitable (268/0r,
LC V. /.4 + . -192C. Exanple 7: Preparation of
6-{(2-( @@hal %(rﬁ%tg[%@dﬂed@ﬁ%\ﬁe)a?ggﬁ)tf rifluoromethvl-2H pvrazol e- 3-

car bonyl bam no}- 1H i ndazol e- 7- car boxvlic acid

E 31 élléd %%ﬁt%g?o?ﬁ&%h&é/ | S ePAvartdd i e ARloAHRry mAfné ifth Xid e QMmpBRad™D
742- (3- @sitzﬁd@ﬁisy palts for exgrple goyt irqatmasmither vifakle PRSP 69HPRUNY.o #ithany 11-

1H- 8- oxauitable PnlekérthgeCrragaitand akial M&m&%@é@}'f&rbxamﬁl&,ebg fredtmisht With a”

anhydrous_tetrahydrofuran js added 110 0.92 mmol ) of
1, 1-di n@PP@PTQQC-‘ £ YN & Siek P’é?ﬁ‘&a%‘?rﬁ%ag%ﬁ'ﬁe mxture is stirred
overni ght at anbient tenperature, then 3 days at 50C. Then 55 ngy

0. 46 f th 1 ne .is added. . N the mxture, i i rred
bver ni g er et LR Sl AR YA o¢ S Frerodh ol i ca
gel wi t kompruenusd, avitbadslitionl sahs, doraemple, ld ghed agidoagddijionsalts, dor(ek6dpletpy
0.31 0 j QN . ;

e @J&aﬁ@b%%@b@@&ﬁﬁ%% glg{h %@ggc@tsg.a;ér}wgﬂ{gfsmméﬁa{aﬁéaﬁ such as
6412- ( 3-aciedymp bpsium ar silver salty oban aqid, ferexamplemith-siiver agotate; i) @stable

car bonv Linamif@hich Bn ifde@aR SatiericH BN kdrexa®p@ silver chloride, is insoluble and
(2-nmet hanesul finvl-1, 1-di nethyl -ethvl)-amde - 46 - To a m xture of

144 my Glp}{sz:ge%gs fggm the reaction mixture.
6-{[2-(3-chloro-pyridin-2-y1)-5-trifluoronethyl-2Hpyrazol e-3-car bonyl
] -am no)-1Hi.ndazol e-7-carboxylic acid . .

(1, 1- di PRGN W‘P?&P?eaq{ﬁ'lxleefeﬁ{ﬂ' noopdins. fesparednds). wRishprw salt
2. 88 nlL fatingeprbydrigeccanideastitaleedin fRE fortn ardal ée fdmopidatte. 64 ng (0. 26
mmol ) of m chl oroperbenzoic acid dissolved in 0.5 nL of methylene

t emper atTiheeombmhﬁda | Endhonhere aproprds, tthotauiomergthacoé dn bych dase ddited foon

of an aqueo, t I l.ut | ! i

oxt  act St O, KFE reBamt i e Be Ot 8% Horh A BRSNS of & o
ext r act snidiee dthesd, fonexenason, the fdrmrdd ped isomire\saiplo praaplipodas aedora f | ash

diastereomers, or as isomer mixtures, such as enantiomer mixtures, for example racemates,



Exanpl e 9: Preparation of

6412- (3-chloro-pvridin-2-v1)-5-trifluoronethvl-21-1-pvrazol e-3-

car bonyl | - @ 2609342 1- i ndazol e- 7- carboxylic acid PCT/EP2007/001283
(2- net hanesul fonvl-1, 1-di net hvl - et hvl) - am de: See exanple 8 for
the preparation of this conpound usi n%

6- ([ 2-(3-chl oro-pyridin-2-yl)-5-

trifluoromethyl-2H pyrazol e-3-carbonyl ] -am no) - 1H i ndazol e- 7- car boxyl
ic acid (1, 1-dinethyl- 2-nethylsul tanyl -ethyp-am de, prepared as in
exanpl e 1Ste{gor eI Uiep eraaesmate mixigres, deganding entne ngber, absolute and

m chl or QQI@ﬁ\h&E‘é%ﬂglﬁ'aﬁ&i &- as%%frlc?cgrﬂgn%%rﬁ@wﬁlEh 8dduf h’! tﬂg nidle ﬁ@tﬂnﬁgﬁ

terrperat ure under nitrogen, he reaction is quenc escri

pr evi ousiepending g they °8§W%Wr%ﬂ%ﬁmc gautde P?'?S’é vigh %Ct"rf" fescaalesuigind
et hyl aars mventid relhieeRd the pa.re/iebﬁn@f@a'ﬁh afoltd au Is§meﬂbﬁxﬁlré‘§dhz6@ &8 possible

LC/ Ms: 584/ 58 [eparaf i

S chi or A8 be R <AL GRS 1 (i eeBes PPk FECHFTEIRYY 8521 Whan
car bonv klerasshemcal etaitstaez abeméntibhed opadficallyas eflch &epr opvl am de: VWO

2007/ 093402PCT/ EP2007/ 001283 - 47 - a) Preparation of

6- am no- 1H-i ndazol e- 7-carboxylic acid nmethyl ester NH2 CO2CH3 This
conpoundiadepompamatlresodasanath etxtures AhcrewpouGiein fred forrdr intsag form,

or apar ed i tap 52 BBIREUGPERIRG BYUhRh Sefurs RbACER Sl B8 pren
( MrH) +. cbgvsanqap@e@tep@rﬁtaglﬂn 6-kapwn mapnestint the Aure diagteraness pr waebeepiondhe
aci d nmethyk ofefﬁb%"hrs:coc-ﬁ@m%amlﬁéﬂéﬁ@escgf the- c@ﬁmﬂnérﬁs 4dr éQ"arHJp)e B))cfractlonal

6- am no- 1H i ndazol e- 7-car boxylic acid ester In

N, N- di rr@ﬂ‘ﬁﬁﬂ"%‘f%ﬁ'isﬂi@""’“ gn%{aro‘g@orgatggra@hs(g 71 mrol ) of

N-chl or osucci ni m de. The m xture |s stirred during 4 hours at 50C and
t hen the solvent .is ev r at ed i du tedln eth
oot at o EIARHONTY ke SRpioB ST o eIk Se o PRBERY & SaRoaNes 59" I
of a puresoied ireo thel aptical raatipdulea ibp &downTimethbds, foradxemple tyvapestattizdioa frdm
subm tt Lography. whi ol [ . £23 nQ
of the Ssplelly abfRofBhoBRLASRIepD bf Dhifl XESEMERE SEBRR NE3 T8
as a whpteéormalnr-@iIlqwd:cwamapzw—l?m@)mmemcqhnlwawah therpidpf suitable mi-

6- ani noRy adaRalshocs A

S007! 0oL TS A eeRr A e epe) bl ¥ifines/ o e G nelusion
r esi due SPEPHNSSJPy@RMRe Wsing ﬁh'fmﬁow BW@(% WhEFRPYHRNE NG HOTPIES RPMT ur e

is adj upleréd, toebgl cw\teksr@mmmmsom@ﬂwalt@ ToOéxahiple Meac'ﬁh@ atistceend-pro-
preci pitate

tra
bt “wnt e 00t FaGgRIE Wit A gPETOBY P B TEAaF 5 PUNAE S SHeTRBEFIPH)
Pr epar atararic of malic acid, or sulfonic acid, for example camphorsulfonic acid, and separating the
5-chl or r ' o] zol e
> oM O Bkt AL oot 5 AP TR s iRy
See st eptaﬁlzammlsed on me!rrdif&rlagﬁnlubiHite@hﬂo@n@thﬁﬁteeepmees, rowimowalcb
aci d as sﬁéoaéﬁdnﬁ&pé'%a%rdegéet bk Pﬁfhe%Y: Sb N hali€ 8GO for 'b%@ica ents.
t enperature, up and a columm chromat ography puri tion o
silica gel with hexanes and ethyl acetate as eluents affords t he

product Pﬁ%%ﬁsté%oﬁebé@ir'eﬂﬂht%e?@bér%e SEhINE atBrdiftPd theVitrition @bt only by

Preparati on of
5- chl or 8eRAratNg suliakle jsgst FPtirgs.ubalsa by genaraly knewn methegds obiasioreass e-
3- car bepidaEnamossidciivedyadksis ﬁoﬂ@(qhw%y cangmgbut heprey¥s asdorteng to

the invention with starting materials of a suitable stereochemistry.

It is advantageous to isolate or synthesize in each case the biologically more effective iso-
mer, for example enantiomer or diastereomer, or isomer mixture, for example enantiomer



See step d exanple 1 with
5-chloro-712-(3-chloro-pyridin-2-y1)-5-trifluoronethyl-2H pyrazol e3-c
ar bonyl | - 1#®Bon@sdoz2, 6-tri aza- cycl opent a[ a] napht hal en-gvReo@o12s3
starting material. After overnight reaction and flash colum

chromat ography purification a slightly 2_}3e| ge solid is obtained (44%;
LCO MS: 526/528 (MrH) +, mp.: 245-247C. 49 - Exanple 11:

Preparati on of

5-chl oro-6-{12-(3-chloro-pvridin-2-v11-5-trifluoronethvl-2HPVrazol e-3
- car bonyTiktusgergstarepmagmpdire- iizthe W[ samppeeats have a different b:ologlcal ac-
cycl opr g Ry et hvl - am de: See exanple 2 with

5-chl oro-712-(3-chloro-pyridin-2-yl1l)-5-trifluoronethyl-2H pyrazol e- 3-
carbonyl] -11-1-8-oxa-1, 2, 6-tri aza- cycl opent a[ a] napht hal en-9-one as

st ar t i ngrHEdofpbahdsidnk, @h@rﬁléb]zi@bﬁélbsth@ﬁa&c}{ﬁér@ BRSPS VR BREN YA Rh ﬂee ?d?ﬁh
1.5 equivalents of trjeth r@rt%%& oznkreactl on is stirred over

ni ght ato" 4hFAdAT™.CaRYERRA" aineckip Aeorm phinikes anyr, '”%{Ude

whi t e sddthdt sbivertbtfat é)adapﬂeﬂr&%e which WMay had8b&dusehitidiiite ciys@llization 0250C.
Exanmpl e 12: %F @_{ %h q
5- chl or FOBPPIHES( q\rsrpées&{)]‘,p@oh ®M1)-5-trifluoronet hvl- 2Hpvr azol e- 3

- carbonvll-am no}-1H i ndazol e- 7- carboxylic acid

D1 Y OB AT Bt 1 e ERIBPLAb BnIcRPRHLASH By Gl AL ad-"
5- chl or dvg irgredintshin dhaofigly pf Rast aotro), Byebat lpw frdted ploanplication Whigly haveal wns
- car bony s dele &oﬁd&%ﬁe&nﬁn Gind BleBFdl t61¥fé'té2i%\%ﬁh@dlﬁ@&hts%@&§£' 1iSh Qﬂ@pl?ﬁts
startirng materia

The reaction is performed wt equl val ent s

bi cycl o H‘S@?!L\Lelﬂg‘?ﬁ‘ﬁﬂtﬁ@f’ﬁ?féméé%F@'PW@“%@‘?B?'@%‘WIoéfﬁdwgualﬂ@%véppme”ta'
over ni ghtageb bf ﬁdrﬁﬁllﬁﬁer@ﬁ%ﬂfﬁt alsB ettt Udrfimal eStseélwh\é@hr@ébb& el am ne
and base are addedfgt F?P & 7/ 09 402 CT/ EP2 12&%
mi xt ur e "PRISE]TRIVERIC B%P eB@‘E??ﬂag pe lnsedli %@F@rﬂc‘ F‘R‘“’ ° 8@‘1“’&%
chr omat @g@cﬁ@iwacoardhig tbahs aivenmhons:anhimfemdseélﬁﬂﬁ@:ﬂy L@ MieshGetiob@bh the
( M+H) I

S-ohi or GRS yith GRpiale i el 2 BET a8iecls tme s pammsgy ot 5
- car bonwlelduaing rodysisiior indisently dorrexsapboinal reducediodippditioniand/or hatching rate, a
-di met hyl-2- repar ed
a5 I oFRespaRis orRabbG £ ueslyiiels o) FaTRANY0 b Sgh!
trifluoronethyl-21-1-pyrazol e-3-carbonyl]-1H 8-oxa-1, 2, 6 trlaza cyclo

pent a[ a]e&a.m rebame aaovém@moﬁé@mmapbés& sbep d in exanple 10, as
startin wvalents of 1,1-

i
di met hy '02“ Ff@(é‘ﬁ?’f‘?niﬂreé #RPPani ne. The reaction is stirred duri ng

2 days autcaﬁﬁ@ra,nfd:ehb]enelaommcmh.&mhteathtenidalugd&mammmalsppad@d spﬁheoophu
reaction is sgérre for a fugthe

k-
flash olteswae s SRy EIYoRE %ﬁet"’aa@%ﬁsrr’ﬁfmfﬁs sy PR S b pae-
(569 ; @S galite, E8tetrahidius camin,. Enoﬂ:m}as:stQHyﬂm-mai spp:l,dlxod@s eprar Qlyi on

of 5- chI 4 C i -

pvrazol g— - cg‘? é%te("%'ls gn@hg?&ﬁb azo éemf g @Pé@ﬁ%&%éw&# Polypha-
(2- net h@n@mnf:mna@t@, PsorgpiestshRd Bhwpphwm F*hIZOQMJhUS spp., Sarcoptes
2007/ 09340 2% Eb ki og,quggiranyg;luss gee exanple 8 for the preparation
of this ound star rom 5- chl or 0- 6- ([ 2- (3- chl oro-

pyri di nf@“;tgﬁ’g?y‘ﬁfﬂf’?ﬁ’ﬂfér%ﬁﬁ{‘w&%l—l- pyrazol e- 3- car bonyl ] - ami no) - 1Hi nd
azol e- 7+zRra®pius %p@cl.iﬁoén%t fﬁE‘PléMléulas 553 Wéﬁﬁﬂlé@%k aldwhylloara §.;

prepared in exa After hour of reaction, wor up as

—deseﬁ—bé"B"HB?ﬁFCgP Qﬁ@?%@F%ﬁ?F%ﬁ?‘Bﬁ&%eq&&phy—pﬁH—HﬁHﬁﬁ—a—yeJ—kew sh

solid i &gﬂbfeatsmdmﬂtﬁ&?@nudﬁplv&torﬁé}?d IPRdrid, Bhidtocndpdativialie, Coddraotites spp.,

Ex I 5: P
5 or GUEHI 557 SORMIEAIRS 390 PEFE(S2 535 . BRIAPITA S STE Sy Leptinotarss

pyr azol @edersldndzta)\Liskodpingg sphi-Meldaatbh epp; Opcbeptillis sppaddtibrhynchus spp.,



a) Preparation of 6-am no-5-brono-1Hindazol e-7-carboxylic acid

met hyl ester WO 2007/ 093402PCT/ EP2007/001283 - 52 - To a m xture
of 3,4 g (Wb#H8mweamk) of 6-am no-1H i ndazol e- 7- car boxyl pcreeodooeshyl
ester, prepared as in step a in exanple 10, in 34 nL of

N, N- di et hyl f ormam de i s added 3. 169 %g,? 78 mol ) of

N- br onosucci ni m de. The reaction is stTrred at anbient tenperature 4
hours. After concentration in vacuo the residue is triturated in
ethyl acetate and after filtration 3.38 g of a brownish solid are
obt ai ned’hlypheusisppt PRPEIA; sppe Ptindes sBP-aRtizenasiha spRd Seayakejfagnditophilus

chr omatt Qg ABRAHIShb , T8hEAD £B 6%5&:@% 8l al 1BgbsRRRBpaNd et hy!

acetate as el uent white solid ntotality
3.95 g (fpihesrd %Dﬁi‘tﬁféutﬂ’eéﬁ"@pﬁrbt ai ned; LC/I\/B 270/ 272 (M+H) +. b)

Prepar atAe@@s &bp Gﬁrﬁmr[@;@n5sbédaiﬁ?ﬁidit hriazab eaaihpharémwlrdc@pma CeratitiSepp.,

step b Ielfor on of this c
PO et e oM R o i TN éa%:SBPW\E.’{%PR'g%TB'P"%P?SHafﬁ”f"ﬂg
mat er i alsppAGastropbiliey sppgGilossheecépipaHypbdért@,spbl) Elyﬁmﬂbﬁedfti spps, Lavicapaa aped

and t he pr.oduct re itateq,with a S n Cl, LN
The sor BOBEHE MSeRA el ek Mch T DBHIERS., Sftdthia Sk R0sdifha )
The cr ucﬁegmmyramyssﬂyaml dtodiianemp. i Rhagsletis pbm@wﬂa,ysdiata Bhle, Stwrtoxﬁ @P;.

Igciolrvgrm%g%&%%péwg?"ga 89% |A;n:aﬁﬁ§'n§% og '?]; i fl uoronet hyl-2H pyrazol e- 3-

carbonyl]-1H 8-o0xa-1, 2,6-triaza-cycl opent a[ a] napht hal en-9-one - 53 -

See Stel?ranmgo%?%}e@oﬁteﬁaoforb%nﬂéepar ation of this conpound wth
6- anm no- 5- br ono- 1H ndazol e- 7-carboxylic acid as starting material .

The reallinensars HstaRtcla thepbroser. RysdRre:s spp- GECRiplYS BPRNEYYEFE GRP- hep-

anbi ent | RARLERL Nezardpe Pi6sME o, FRHOdAINS bbb, V8aHiSargéIiassingRilire Stotifio-
prempV&}Bted vmth m ni num of water and filtrated. Columm

chr ormat 8§PES5RY- P Pf%?ﬁ% on silica gel with hexanes and ethyl
acet at e fram thé vetat sfoafobtaralSot damplepoduct (51% as a yel |l ow soli d;

LC/ MS: d i -

5 br oo- Aoyl o sus Mo-BBERBUEM, Bbricieya spa- ARticidhe: SPDs PRy A%
- car bowulipls-sppi, BenisiatabadaZetoplagter sprbdXyydomnielud apgidivrs Srvsaingealdhi s
conmpoungy c'ty‘%sﬁ’érﬁf’%o%gusaﬁeéagﬁ&frh t@ﬁpda@caséﬁp Qrob&n@@ﬁg}ﬁn JErW'utoheura spp.,

5- brono- 712-(3-chl oro-pyridi n-2-y1) trifluoromet yrazol e-3-c
ar bonyl| ]G-afwsta@;eau &a@e@namsaa aL‘?,‘ii’Bluﬁb‘“é’ﬁ‘P al[%]q?éﬁq’ﬁ%épéﬂ N@"Eﬁﬁ@“ﬁ%si’p r
starti nswltylzaé 8., ahepht'&wlxr@ac?\lua;ﬁam@afﬂf f:@éna&ﬂ.avypbh P%rrfpﬁlguy@ﬂ)pﬁmléndbbc-
ISOpI‘Opy alm ne_ an e reactl xture |I's

L omp e Db Bttt Aap- Boeuloroaths st SubARR: PV R igron o
white smuadralsﬁudnmsappemhbbal%[phwzﬁ:éwﬁ SdisEelidsD. .(Maﬁhasdeun $pp., SEBRaE GO C.
Exanpl e

5 br oo S SRRl Pis8caes vepprariyum, Tieze POEPRR MY i of o 3-
ar bonvOframthedeJBHHymeatZMB& forezarbpisy| i ¢ aci d net hvl ami de: WO

2007/ Oggé%Pﬁégg%%%éo%gﬁaﬁ sgapi,‘blpnon spB NDbriGRERS WiniSpditoMar gshias

descri b
5- br onp<g@ppa gEpP. clkﬁsblscﬁppy MQ&'DHIOQUW P)"a@oﬁ!'ﬁ:l Neagipr '@ﬁéPP}ySO’QWP&FrSﬁEoﬂ%L 3-c

arbony1isdds dspB- 0xa- 1, 2, 6-tri aza-
from the order Isoptera, for example,

Reticuiitermes spp.;
from_the order Lepidoptera, for example,

Acleris spp., Adoxophyes spp., Aegeria spp., Agrotis spp., Alabama argillaceae, Amylois
spp., Anticarsia gemmatalis, Archips spp., Argyrotaenia spp., Autographa spp., Busseola
fusca, Cadra cautella, Carposina nipponensis, Chilo spp., Choristoneura spp., Clysia ambi-
guella, Cnaphalocrocis spp., Cnephasia spp., Cochylis spp., Coleophora spp., Crocidolomia



cycl opent a[ a] napht hal en-9-one as starting material and 3 equival ents
of an aqueous solution of nethylamne (40% . After overnight reaction
at anbi ent weemwpeesatoar e and purification by col unm chr onetweraphigien
silica gel with hexanes and ethyl acetate as eluents, a white solid
is obtained (59%; LC MS: 564/ 566 (I\/Hr_l\é%)_t m p: > 255C. Exanpl e 18:
Preparation of

5- brono- 6-{f2- (3-chl oro-pvridin-2-v1l)-5-trifluoronethvl-2HPgazol e- 3-c¢
ar bonyl I - am noé: 1H i ndazol e- 7- car boxylic acid

bi cyci ophiBRdiE. eowpiophielia: leucotypiias Cydiaporinialraeasnpp iearopsis erstanerbeatiasn

step d of ARt W'E'Ubo _
5- br ono- ﬂ){i CtEI pr I’Slnaai sppé }/fo?c"ﬁ ?T?I?ﬁeg?o%%mmls SBF—I- Ewrm;zsg e-Gr?c
ar bony| 1R"PY@ fa 8""‘[‘1”‘1%5 It Pé[”&]’ﬁ’ﬁpﬁﬂhé‘r‘gﬁ cgmg:’né(eggr ia

?‘t grtl E?ydﬂ@b%fc’ewd, ,Leac@wa\sateméltlﬁtheéonblh%ysmMb@é&b]bdtrawlaal_rprﬁwnna spp. Ly-
ydrochl or

de ui val en riethyl ne Af t rn
Yoot o oelis Sorh Mo ditaisPar Hanedrn brassiond MEMASH, sihieh Eneronpists St
sti rred Qgdmimnohiklis)Pamresneisppl, Pahdemia samupmaiheﬂarsmeﬁ Béﬂtiﬁ@)rafd:lgossypr-

i et hyl am d cCd
hour s. ~ AR PPl SREC B, P8 eBC e bt BetE edrig Py st S s
obt ai nedopb&Hd) sppl. SenBNiaGP/, Sﬁerg@M}thssspanpodopzemsmasynantr@don spp.,

2007/ 09 7/ atl on of
5- br ono- %.F{{g;g%ggg OF-FOBQ%\%F%?%I n-2- 'fgég‘??'l‘“’e?‘ﬁ"?‘oﬂ‘% -21-1-
pvr azol drom waoisnMaloghagadpr @@mpie.ndazol e- 7- car boxvl i c aci d

cycl opr gsuhdrRéDN 0. aAd q}gchodeg{ggsﬁg(arrpl e 2 for the preparation of this
corrpound Wit h 5-brono-712-(3-chl oro-pyridin-2-

y1) - 5- trTWWWSPB?%t‘?{SﬂOP‘?F@MPﬁ'BP'@ 3-carbonyl] - 1H 8-oxa-1, 2, 6-tri aza-c
ycl opentBijte] sppp M=tali€ 8. (Belicalps spp.| Lai@opmiea matlery) do&s&ﬂsrjp\/ FHetiplafief
cycl opra anerrrrﬁfmé} am ne. After overnight reaction at anbient .
tenperat g REIFARPonmt ography wi th hexanes and ethyl acetate
as el ueritomthaoymlrlPewcsmradbnekanmI&)bt ained (72%; LC/ Ms: 582/584

(MHH) , g_]lp% '}SOC Exanpl e 20: Preparation of

6-{12- ﬁforo- pvridin-2-v1)-5-trifl uoronethvl- 2H pvrazol e- 3-

car bonvi@ﬂaﬂ?ﬁﬁU}ET@PﬂOd?ﬂf@PhW e¥pgmmlel i ne- 5- carboxvlic acid

i sopr op\depdtbsifilus dop!

N- (4-am_no W épp (btg &c%p%{j%q ﬁ;%é(%ncr)]pg I(I:aa(;hgg?llgsfl ) phenyl)-1-( 3-
chl or o- iroﬁymPﬁf‘W{/%‘Yﬁ?nPP’Pfﬁ f%(??‘i‘iﬁ%'?hyl) 1H pyrazol e- 5- car boxamni de
(known frRigrKIiMERa sppQ Beblifoiihs sppd SéiktotfBipé BurditiMa¥njothrips spp., Thrips palmi
benzyltrlgh@( at nium chloride in 35 nL conc. NCI and 35 nL tol uene
are vi gGPBJEIRF 8P39% A9 at 60C. Then 0.58 nL (7 mml) crot onal dehyde
IS addedromdebrtterWBMUmfowexampie is stirred under reflux during 1
hour . then cooled to anmbient tenperature, diluted with
10 nL et Ehgtgg%éﬁ?e'?% etrahydrofuran (1:1, v/v) WO

2007/ 093402PCT/ EP2007/ 001283 - 56 - and neutralised with an aqueous
solutio trac

nashed anec iR RIRL SediNE T fe MeRiql SRR UsRIFS ool | BeCduidifg
evapor aéaestiayingrpasts ol the WGWQBWQW Wihigh gcurdn iparicwlar en plaeta RFPPCI-

with di g} e eseaibrney érﬂtdrﬁélﬁéﬁtéllfsu{é’ghcﬁﬁiréhn ﬁ@m@mh‘ﬁé\é& lntf&@s@%m%d
is recrystallised fropg(tetra droeran/ exane to affo a col ourl ess

sol i d; BaNyBUCT:asryisaliquareyfaliags, falks, tubsiper roptsaphsueh E‘f“tSP?'écb'ﬁrS&f’ie&ﬁ“

of 6412sé§e\¢elnl P ofant dihith Zrey formbd ki 4 faka @oRRLIME redidinoptoRz@b egdinst
car bonv;lhl ani srlo) 2, 7-di met hvl - oui nol i ne- 1- oxv-5-carboxvlic acid

anr-ony Tr\ CON nyy

1 /a)
I SU}J UpPVI (J.III ucC. SJOU Iy (1. U IIIIUI }

6- 1[ 2- ( 3-chl or o- pyr|d|n 2-y1)-5-trifluoromethyl-21-1- pyrazole-3-carbo

SR e IS s S s SRR R, 0 5B, RS
m\vol ) urceserblyuin;dgeh sper axsutar adidtdderdeet; dnojhdomekaapte n3emts fruit, stone
fruit or soft fruit, such as apples, pears, plums, peaches, almonds, cherries or berries, for



- 57 - See exanple 20 for the preparation of this conpound from

N (4-am no-2-nmethyl -6-(((1 -

met hyl ) am W) WaH7W8#¢| ) phenyl) - 1- (3- chl or 0- 2- pyri di ny1) - BEYER0§F0ABBH e
t hyl ) - 1H pyrazol e-5- carboxam de. After chromatography on silica gel
(el uent: tetrahydrofuran/ hexane = 1:1)sga colourless solid is
obtained; mp.: >134C. Exanple 23: Preparation of
6-{12-(3-chloro-pyridin-2-yl1l)-5-trifluoronethyl-2H pyrazol e- 3-

car oo ) A BB B o A

N—(4 ami peas 2r syiahyillerépg, (s(dh as oilseed rape, mustard, poppies, olives, sunflowers, coconut,
et hypam 0 ri L fl Qr onet
vl s GG EBRany orBiEb e, qugrbt, SR iR Slcbbabis b rhdiors: e
(eI uent plantﬂ;/su@y@m@ottenaﬂajec) herme of mta* b@gsfrslblsudw assor@bged, fathns| @apsruit or
517/ 519 i -
64(2-(3- % ré(;sJ Bg??%?lﬁg%ﬁgr%stgﬁrgl uororret y Q;%dyb?gg%f caréOts onions, to
car bony|matgsf, ﬁ@’lﬁ oes &f REY PSRPRES; hoyraceasy 8o ias upPFasiol Ranamerinme gamphor;
?g' g 'rnfgﬁﬂ%&b't&mcgé ‘nuts, W6 GG MRS QAREEARS, %R0 pLIKEL 2R dpevine8, hopsOthéS J
N- (4- amﬂlﬂ'}t@” f?@i"ﬁy’?teé-pda(nfsla’??e‘i"ﬁwgitﬂ’ﬁDam no) car bonyl )phenyl) 1-(3-

chl oro- 2- pyr| di nyl) 3-(trifluoronethyl)-1H pyrazol e-5-car boxam de
(known f.

Lo on rabe FeNR s RERE bt fe rfﬁd?%ﬁﬁ?fh%{ﬁsgﬁwaﬁﬁévEab?%%ﬁ%gw%ﬂmg Apnig?

di nmet hylcsamblﬁfmt Diabentiea balkaata dHetibthisODEScdus, iMGuR dersitae, SPlutdlld gilostatialandg

t he ni iiSali t,
and the Lk tORIER bh hthieNakE ufs ahISORb, Bt indthaiéil
gel (ef @emrdmetmme inusatien aplentan es:aecm"ﬁ?u-tgbl&é@r eontrolinaiMeeestry mrefarably

whi ch |d
( I\/IHrI(EI) | {}é‘g‘éfa‘gff%? i)d%eﬁbrﬁér%% ﬁjré‘éﬁ 2B, M %@%ﬂ%@&(ﬂégﬁ@m veblafis,

6- {(2- ( 3%%6@&%@@&? (?’%7‘1'53'3'5 17 ?qt?‘Pv‘?Pcﬂ”Sﬁ%’t“ﬂWprQﬁaﬂj?KPJQfSFaé"YQU rice).
carbonvl1l-am no) - 5-cvano- 1Hi ndazol e- 7- car boxvlic acid
i soprop

6 ani no-T48 STsreBR: s iR SraersSRd P BeyRing ase ciPPR L RYRBp ender,
sol ut i onoletaintz6 Gerhicidek. IB5 bnomodxynibér classes of herbicides (such as, for example, HPPD

6- almnngtlr§1 é%%rnﬂl_é'ﬁrﬁtfhlg?szf&g%meB@&l?ﬁ{Mnﬂr8N%%if%%%g@ffo&i&uﬁg%%ﬁ%ﬁg
an at s Rl eySMY EhiGTaied phigetate sgTiage] iDhibBormGS Xolukminaynthetaselio

and 206 iftibitof) 293 rédli!of cOvehibriafhiefiobt bitiERIMPBSRRBIOSIGHAGIAM  The

reaction mxture is stirred In a mcrowave oven at :
i nut es 8XaARIA of 8 crppthathasbiegs Cﬁr@e@fj telenap todpidpzrlinongse ©Je imazampy by
2007/ 0934RRRGHERRHRES 89328ding (rﬁ@tager@disy‘sIméén‘rh(éld@sbrﬂfnea%e%brﬁtﬂa are

added tq the reaction and the p re separat The agueous
is ext r%&‘?’@&eﬂﬁ fopeihgt W%Bt’ eéetdhtBPra”’ﬁ? eé?‘fja?ﬁ%’ %?P?%B‘t‘?’%l?‘éeg by
washed tgenstie enginBeririg methods ineldde yigphdebsQindigidiosipatentisahbdaize varkties .
The residue is h i_02.. hexane / et hyl
acet at o ool dhalab &by fnsTade Anay BRI BREH e s PRI G 045 s
a yellow sh solid; LC Ms: 217/218 (M+H) +.
The term "crops” is to be understood as including also crop plants which have been so
transformed by the use of recombinant DNA techniques that they are capable of

synthesising one or more selectively acting toxins, such as are known, for example, from

toxin-producing bacteria, especially those of the genus Baciilus.

Toxins that can be expressed by such transgenic plants include, for example, insecticidal
proteins, for example insecticidal proteins from Bacillus cereus or Baciilus popliae; or



b) Preparation of 6-am no-5-cyano-1H i ndazol e-7-carboxylic acid

See step b exanple 1 for the preparation of this conpound with

6- am no- 5- syoawor/doskozi ndazol e- 7- car boxyl i ¢ acid net hyl estBEP28$7/001283
starting material. After 5 hours of reaction tine at anbient
tenperature, the solvents are evaporat 1d and water is added to the
resi due. The product is precipitated & pH 3 by addition of 1N
aqueous HCl, filtrated, washed with a m ni nrum of water and dried by
azeotropic distillation with tol uene. The yel l owi sh solid (90%

obt ai nedinfeptigigalpretping fromBagiius Hwringigesis; sugh ag Eenidtodes e@CAD),+. )

$ng?gagﬁﬁg@f CrylF Cryl £a2) CryIIAH Cf‘ llljlér(g Bﬁb? oiﬁ_%gcf or) \glge?tlve quj;tlctdal
1, 9- proteins { 8?(3) e.g. VIP1 VI)P2 VIP3 or VIP3A; or msectlmdal proteins of bactena colonising

di hydr o- ferfatédeb, for &4:1&,5@?%@%5@9@&1&@5@&&1%#&%% @;5}:? éjcﬁ%%efohfde

See step c.In ex reparation of hi's" conpound w t

6- ani no- 'BmE&?a‘F?@S@EEWWﬂPQ%P%m?toegkﬁoww grogugeg ba/sa%m%iﬁ,tﬁuri@ apEewRiPRY |
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concentrated i Tes gheuels rlturﬁqfed with a m ni num

D Tt Ss 28 SR ENaTES Bt BBt Oas, SqgiasioR JRpURs. Pere l8GHns pha
yel | ow ssmbivdropdaiting;eggiutinids; pecteinnse mhigaaeduch at brgpsiexinhibit@p, sekifé MS:

/ . e .
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9- di hydres9gop% thltzfseHMG gRA-redustagRe iﬂnd{‘aﬂ'ﬁﬁébﬁﬁ}lfﬁi‘ﬁ éiveh gs b ¢msmp&aonlum

in 5 nl phaBiartPRhdS, j@ehildVRéRiont gsterake, Mlrélic hémdHEe&beptols %hbéﬁ@ 9
nmol ) of Itﬁﬁ%eﬁ&/’l amne. The reactio mxture is stirred during 4

hours at>VQ P DERhasE: eMtages HhILCATEss R rat ed i n vacuo. After
pur| fication by flash chromatogr aphy (Si 02, hexanes / ethyl acetate 4

:( M+H) 2@0};{%& ét%g‘@f tlﬁg %fgg\?'\f/ﬁt".“fgﬁP i tlhere arg 'toott))et L?r%cpe?s%o}b%/ gyesﬁdo?o%(ﬁ\/s?%g

641% ( SIeoxhrhpIe@}rIth)anylﬂe)( OyiB- @nylFT(éZ)p@@ﬂMbb}ﬂrylﬂH— Ol ol )eor Bry9ce, or
rbon - Or - 1.

by cycl opFaamEHsRaaua BRSHS IIEF 18 Eer R Uie P i P bFYieon, gpasely aiso

742- ( 3- diibrist loxipsirtiuaraied axins-smdpddifieg dexinge Hinlrid @pr arezwbdiBed 1§cotnbinaotiyl

19-di h 7o itril
n 5 m o "%“"&‘ﬁ‘“&%ﬁ;‘ﬁ?%&ﬁ?%‘?ﬁﬁ%%@“p"% Emameey (rile

bi cycl oSRUBEYAL TRyegte '%Ozwmmeﬂemdr@ww 7 AFOERY. n thy case of
hydr oc h|nﬁUcﬁfIéG t@mi SR3ér rﬁarela‘imﬁaab[ms @rfmé hatfaly bédlinfiRy todiR ard ;@ﬁa&%@m i's

stirred at 3 Fﬁ? Q h concentrated i n vacuo. . T
r esi due SPE&h ?’B‘EBRC' pe ‘E%“‘Wéft SFE1eA 'Yé‘PH{/‘Pt“ I PERSENt PrRIEASHIgSRQNItigNe
separ at edquEnded ive idsgred irdo thaytexin,i sichvas, Hedkxairple, Bithy baskc#GryIRA0SH) Q

ver NSRRI asRREoR Bl ek B e ATDaRtSsE WheBuebliic by

fl ash chronmat ography (S| 02, hexanes / ethyl acetate 3: 9) affords 76
0,

( M+(H)12 /OEEXrﬁpm \spszu;m@aqs gjtr&h@@er% (S basibie Bl fin8Lind'such ol a2/ 557

6-{f2- ( Yisglasest: blfmamﬁfensz%AslWWXWQQ@@YH@ZNQQS’SQ@%EH'&QM? 529,

am no} - %pnﬁhbyb-{é.ghd W@gbgzo%car boxvlic acid isopropvlamde: a)

Preparation 6- am no- 5- net hyl - 1H-i ndazol e- 7- car boxyl i ¢ aci d net hyl

ot aor

o
CSLUCI

The processes for the preparation of such transgenic plants are generally known to the
person skilled in the art and are described, for example, in the publications mentioned
above. Cryl-type deoxyribonucleic acids and their preparation are known, for example, from
WOQ 95/34656, EP-A-0 367 474, EP-A-0 401 979 and WO 90/13651.



To a solution of 500 ng (1.85 mmol ) of

6- am no- 5- br ono- 1H-i ndazol e- 7-carboxylic acid nmethyl ester, prepared
as in stepwoim7esenpl e 16, in 10 nL of di oxane under aPCHEPDSHOIESE
of argon is added 767 ng (5.55 mol) of K2CG3, 106 ng (0.09 mol ) of
tetrakis(triphenylphsophine)palladiumgyyj 232 mg (1.85 mmol ) of
trimet hyl boroxi ne. The reaction mxture is stirred in a mcrowave
oven at 180 C for 5 mnutes. After filtration over Celite and
concentration in vacuo, the residue is purified sequentially by flash
chromat ography (Si 02, hexanes / ethyl acetate 6: 4) and reverse phase

chr omat ogfeapty cerﬁalaéd Brte FAdsgeBicianiy iApHAS tdtﬂ@%aﬂté&bleﬁ’f@e% RAfFuIAS a
pal e yel.l o LG V5. Preparati on of

s :
6- ani no-'"B> 59 'T?E‘%‘%ad}%‘icér s a@é?%‘BQéIT'F ‘%H?l '”Se"‘w“t are especially
2007/ 09 66RREK fERI0E T ODARR@S (Col6dbteraewo-aingpd Ihsexta Pipterd) drabutibdies

pr epar at ggd?d fter is conpound with

6- am no- 1H| ndazol e- 7- car boxylic acid nethyl ester as
starting materlal After 24 h of reaction tinme at anbient

t enper at i

o) due. e B R RnT o SRS R A af irily i Blbg e fpdchand
aqueous eEIess Pg errraeredoXingatgdaown and some ﬂi thermam commerciallfaveilabled by

t t
ot i ot 1PieS of S sty e il RS0 fmaldd T HAPRes s SulA o)
c) PrepdidddGard Reotworm® (maize variety that expresses a Cryll1B{b1) toxin); YieldGard Plus®
7-[2- 3 R 8
ok 5 RS0 ey 0 A BN S TR Yk
exanpl e that pwpresdes aiPrypie) wtxmd-lewulemm(wmepeuad thrittehpresses a CrylF(a2) toxin
6- am nopg ﬂ%é}&k :ﬁh@%@ﬂﬁlcke Hackit né) Heferd&d (@A%Zto%cﬁ’ﬁévb?&eﬁﬂ eeotﬁe

The reacti on IS st|rre | ent rat ure
and t heﬁemFteeawfpaﬂeta ameniemy NuGed f\b&lﬂlﬁ@j(cp@@l ety thak exprasses e@ryM(ph

a m m gemgs.gﬂ@a(e&téd JariBliRgh: exaﬂassased é@m(@hﬁq} Pﬁuq%?e?he A?&to'ns

dried a in the next step
Pr epar atvamty thiat expresses a CrylA(c) and a Cryl IA(b toxin); VIPCOT® (cotton variety that

6 ([2 ( I n r no
e TR Ao E N oo iplo VAt i BYArBEL R Cr A SO Nl
2007/ 09 S0 ETrEm2E0TT 60tasage (Gﬁe?a glyphesaée-mlemmt@ItbwaeareW%ﬂd\tamege
above 7 i t hoxy- 2H pyrazol - 3- yll-

5-meth ﬂé}ﬁ%ﬁomfg%@?gw&ﬁra?'gﬂ&cécggpent a[ a] napht hal en-9-one in 10 nL
of 4 : 1 (v/iv) mxture of acetonitrile / water is added 1.0 mL (12.2
mol ) O%uh%%&%E{||9§m£]ﬁ:ht%lﬂggérﬁ@&Bbg)é}em xture is stirred during 1
hour at anbient tenperature and for 2.5 hours at 60 C and then
concentrated in vacua. The residue is taken-up with brine and

tert- bﬁﬁ sébmtnlg]mkeﬁaaisynafma eea?@sAsr@@ﬁ@aé ﬂtin%dt z@g# 31h;eoaetulseweuﬂ ayer
is was with tert-but e e conbi ped organi c | ayers are
wnshod EIAReHPHHEAoRAHE D G RS0 GRS TeIR CRR o 28 A= ytas been
Pu[1 [ }‘l Cc adrideredabsisthnt tbeﬁadmd thy Eful'@%bn th‘rh(bﬁfﬁrotgétm‘aywbﬁl@and Begaamas /
ethyl acetate. 3:. .7 s 118 9% qv p

ot oauct TR WO S TOrpe o AR PRl Frasie Seo
Exanpl etrafisgeRicellyarxptasess ik enzyme PAT to achieve tolerance to the herbicide glufosinate
6-112- ( ﬁ?’ﬂ_ -pyri di n-2-v11- 5- net hoxy- 2H pvrazol e- 3- car bonyl | am nol
- 5- net hy‘T1 I ndazol e- 7-carboxylic acid bicycl opropvl-1-vl am de: To
a solution of 500 ng of the above

ZAD_
o B Sg
5- et hy - oxa-

of N, I\ldFr@pﬂ.yBglehraandmbesCéﬁﬂd%ﬁioﬁm G@e’(@llﬂmodﬁed ¥eafnays which has been
bi cycl ~ds
Icyc 0 BT éslx%%&;{%gg?&ytﬂf tRE Ehﬂfpbgr‘?c@rﬂgoégt)%l‘tﬁg? (’7%%%?{3 ohPkds

triethy am ne. I's stirred ours an then
nonagrioides) by transgenic expression of a CrylA(b) toxin. Bt176 maize also transgenically

expresses the enzyme PAT 1o achieve tolerance to the herbicide glufosinate ammonium.



7) affords 90 ng (15% over two steps) of product as a pale yellow sh
solid; LCMs: 506/508 (MrH)+, mp.: 150-154C. Exanple 29: Preparation

of 6-(12-($chbRRamyri di n-2-v1)-5-(2, _ PCT/EP2007/001283
2.2-trifluoro-ethoxy)-2Hpvrazol e- 3-carbonyl | - am no} - 5-net hyl - 1H i ndaz
ol e-7-carboxylic acid isopropvl am de: WO

2007/ 093402PCT1EP20071001283 - 64 - ”:?P "Pr epar ati on of

742- (3-chloro-pyridin-2-yl1)-5-(2,2,2-trifluoro-ethoxy)-2H pyrazol -3-y
1]-5- methyl - 1H 8-o0xa-1, 2, 6-tri aza-cycl opent a[ a] napht hal en-9-one To
a suspension of 500 ng (2.61 nmol) of

6- am no-& WREY Wik ioRtlagleAr’s et ls%ybh@mf;\c‘deq HoB| 89, KT1 980 30IUALQYS

tetrahydrofuran is a or o- pyri di n-2-

y1) - 5- ( Xrence, fegistratioft @J@w&@%@fﬂ%yr Maigp élh@h@as bae@ rengergdiinsetiolesistaet
by 945 Igylirdnddenic tppdssionfof B)fﬁédﬁie@fcryﬂ_h%% Athte tBxih & %BA@%@&IfIé‘H@ ent

t enperat,ure during 30 m nutes. Then the suspension 1S cool ed

and 708 'ggery c@qarF%mePs'BTD'H@EE}?éﬁé%‘i?FJF‘BWWUGH ¢+ iThe Peararaliga ebisuhopwi se.
The m xtttanggérfic Wibizé pRétsdt db&dbé®in WO dxossio.Then the sol vent is
evaporated and the residue is triturated with a m ni numof cold
water. The precipitate, which is fornmed is filtrated and washed with
col d wateeMONB63 Maize fieh Monsahio Puropel SIA. Qboaime.der(ubdég-:)wdrsn argeaped in

gh?[ ge??rf{%ﬁ%g;r gl‘ldvmws aqqiszt%{tlé'{?urgw r?le/OB)Q B{Cﬁ‘ﬁ) %‘é‘ express%s a CryllIB{b1) toxin

2, 2-tri fand s resistancy Yo 2é#aiy Cateopteradnsects.

car bonyg- ani no) - 5- et hyl - 14 i ndazol e- 7- car boxyl i ¢ aci d i sopropyl am de

NH NyCH3 N-NHOCH3 To a suspension of 500 ng of the above

7 [ 2- ( 35 HGIYL Goiton) franMynspn®-Hupope DAt 27G-2(Roh et dﬂ)}l’)ewgmrpﬁr‘dial 3-y
- 5- metdiydse kB & Bﬁﬁrégr&ra@or? ﬁbrﬁgél"@E?)Q@}bﬁnt a[ aJnapht hal en-9-one in 10

rrLof acetonltrlP wat er 1 v I's added 885 p,L (10.4 mmol)

of isopropylam ne. The WO 2007/ 093402PCT/ EP2007/ 001283 - 65 -

reacti om, M50% MaiRe ErdmStibhide? Dveiead BokpRHHLBN, a‘iveﬂU@'T@cﬂEscé ef@ﬂﬁé@ BFRsand
then concentrated i.n vacua The ri ne and

resi due | e
bt byl ot BElSty KerRiga Sompar LS Senaticn e iied Siries oy Be engession
washed wit bf gk rpyd»tem@ym for adhievipbistaace mrc@aaha_ebwﬁé@a ifseta@niwahe

with brine r d S and ¢ t cua. Purification
of the rosPAIG BT Aeh e raest B PR B iAE et acet at e
4 : 6) affords 60 ng (10%over two steps) of the product as a white

g?l( '1(21 ( ?Cﬁgﬁgr Oi@éﬁ?zﬁ) Wfﬁr@ gi_o?%nt@éar’oaé QG 5B aGertiE de Tervuren,
2, 2- t r i B-1G0Eresselsx BRlgRin, pggistretipe nembernrG/ GO M 0BT orsisteceflephventionatidaz
ol e-7- C@Féaqmsha %a%'x&n@ﬁéé%' PR s %enﬁ:ll %W%dufled/vang(:aé NRB93 SX G e

28 for the preparation his c
742-( 3- @ﬂpd}llﬁi M@Nﬁ@ Iquqze gansgemcally expresses the protein CP4 EPSPS, obtained

(2, 2, 2- tilohf AgtobartariP straiapa, @Jﬁi@hvﬁpaﬁ%loléraﬂ'@é fythe ﬁbfb%ld@@au%dgp@ tri
azacycl ent al a% napht hal en- gﬁfffylfﬁb)ﬁ he starti n&I mat eri al

reactio “?"Estql 5t 2gg atso ot ebtaingd {1 rlBéth’Hﬁéfo’F'%lF’é?ﬂs $4bsp.

vacua. kbstdkesihitterings aisoue folerancs tbRemtlh eepiasideral ihgllidate Ekeheal B6m

phases are separ ated and the aqueous | ayer is washed with ethyl

acet at e "®ffie conbi ned organic | ayers are washed several tinmes with

brine, dried over My304 and concentrated in vacua. Purification of

t he resi LR2, I tate 3 :

7) atfor %9@' £ ?ﬁgg)ﬁé‘éc??&‘[is?% R}é %fg E% dﬁgé?fér%g %%Féa entdhinid
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rt 200 (I_?tt?//bt
645- brormp% %%3 apsyc )d i n-2-v1)-2H pyrazol e- 3- carbonyl | ami nol-5-m
et hyl - 1H i ndazol e- 7-car boxyl i c acid isopropyl am de: a)

Pr epar atrh@Ber@f"crops" is to be understood as including also crop plants which have been so
transformed by the use of recombinant DNA techniques that they are capable of



b) Preparation of

6- ([ 5- brono- 2- (3-chl oro- pyri di n-2-y1) - 2H pyrazol e- 3- car bonyl ] - am no} -
5- et hyl- #d 1000@a@ze- 7- carboxylic acid i sopropyl am de fdriodWeiss
N-NH O CH3 To a suspension of 600 ng of the above

745- br ono- 2- (3-chl oro-pyridin-2-y1)-2 YT azol - 3-

yl] -5-nmet hyl- 1H 8- oxa- 1, 2, 6-tri aza- cycl'opent a[ a] napht hal en-9-one in
10 nL of acetonitrile / water (4 : 1, v/v) is added 1.11 nL (13.1
mrol ) of isopropylam ne. The reaction mxture is stirred for 9 hours
at anbi esynthesirpa eatnathogents suheiances ewny a selediveractiers such as:éorreecsmd@ethes
t aken- UpsgidiBy BiatidgeRsts- Pé'l'ﬁé(& pl%?e?ﬁsagllﬁ%PsTQQe Q?aﬁp— -é‘§§2§ %rﬁﬂeé’%'rd

t he aqueous | ayer i's washed aceta e co organi c
| ayers af4eh@ptiRaheornic substanres aaﬂtréﬂﬁg?v@mlﬂwaaﬁ@f émlmiﬂngawa in
vacuo. Ripiphth m@gﬁnﬁc@mwfanéé%earéﬁﬁbm%r’iakaﬁmlzaﬁshorﬁ@mmtmfz@@hWo YWP33818
2007/ 093402PCT/ EP2007/ 00128 67, - hexane [ ethyl acetate 1:

2) af f ordl¥ BT 0RP31P3ed oy Bethogs obpragionguck Héniaeaﬁmm%reaee\waihéknown
S?' id; LeiNdperSohkingd il it Htandmard deschibelt, 16 @kampis anphepilicatidhe Ath@bidan
o]

6-(1.5- HPEMY- 2- (3-chl oro-pyridin-2-yl)-2H pyrazol e- 3- car bonyl | am no} -
5-met hyl - 1H i ndazol e- 7- carboxylic acid bicycl oPropyl-1-ylam de: See
e @ BiphBhod i BLARALAN NG bd BloPessOTBPUR b benic plants nciude, or
y1) - 2H Bxeapiel loecgra.r]nesblneltawIsugmas3blg&l@r81f02&®ium ARg galciywl appemelaffer] naph
t hal en- Qs ﬁ‘nsleftﬁe %ugﬁ*}(ﬁﬁ aKbA BBKﬁ@EonnbaétnbeIQ%yrﬁﬁ&%J tﬁ’&edﬁl s%fh&é&d at 50

C for 27 ours an heh concentrat ed fication of

r esi due Finpsessolucanase thysapipd (I@t'@gen@féscéﬁ'?éed Pf@tq'ﬂﬁr (RRRs: se0 69 EE’)A-
and cr yamdzlzzsﬁtah@ﬁhtmdgénwagan@é‘sfwa@eisy FLrEIGAraNHRY, 16rika ti@d
the pr Oducb tb ti (i/ \ﬁ,@g%??saﬁ '_P tein d¢ pol 73C
Exanpl e aglg IOWSP&B Q?tgchgﬂlccﬂn ibibtics (see e.g. prétein or po ypeptlde

6- 112- ( Jacdrs drvolvpy i [Ilarrt-pa’thoij;}aﬁ Befahdd (gostaliceit"prit diddasy raststhieyenes”, as

car bonyl oGt gmdmogvcfoﬂg 1H-i ndazol e- 7- carboxylic acid
i sopr opvlam de: repar t| on of

712- (3-chl oro-pyridin-2-yl)-5-difluoronet hyl-2H pyrazol - 3-y1] - 5- net hy

| - 1H8- XA s 4 Ll

20071 09380 SBCIT eI B4 PL 3ot Pehanih i nieniitPare Wi protecion,of
mol ) ofSteedarasls and glorerppms ANd Hipyefeetion Qfaﬁ‘vb@ﬁiﬁl”?'é ﬁ@h@smoszofeme%f
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2cl d 1 ol CBREE dyeHRAEs ap8 PRI VBT O AGBFHE an TRp ries e
stirred at anbient tenperature duri ng 30 m nutes. Then the suspension
is cool QC and.76 t hanesul fon chloride is
wdded orbinyaEnd e felioateg ol e T (ARG A8 RAVE AR 1%, o
sol vent eD@P&I‘aaIFHSI‘SH‘OthS hawi tickg so8 diclidueange mites, inaeeetdigs, fiea (piling andm of
cold wa T t all I S filtrated, washed

W th co}I gﬂr\}%t er ancawd%\%% Iﬁ%@d@?’e&?e@ ﬁ%al product obtained is
engaged in the next step; LC M5 429/431 (I\/HrHI E. b) Preparation of

6 ([2- (%xgmgeggfg)éﬁlpq%g,tgsy,@ 5-di fluoronet hyl- 2H pyrazol e- 3- car bonyl
- am no) - H i ndazol e- 7-carboxyl i c acid isopropylam de To a

SuspenS|QjﬁhQﬁfd6r(ﬂleRbll’lg$ Hapmalerigs spp., Linognathus spp., Pediculus spp. and Phtirus
742- ( 3- gpp.Os6MPotedispp2- Y1) - 5-di fl uor onet hy1- 2Hpyr azol - 3- y1] - 5- et hyl
-1H 8-o0xa-1, 2, 6-triaza-cycl opent a[ a] napht hal en-9-one in 10 nL of

—aee%em%—ke—/—wa%e%&A—l—%v&—m—added—l—z—mr&H—e—mm{—)—efi
i sopr opydfae dvbler MAIRpHAAGS: I ToIMeRbRArLES., llwen%bcbrf $id Tripbtoh sprBSV|6c§Ia spp.,

anbi ent rature t hen congentrat ed a. The

£ aken u SRR e CHREDRRY oS BERPIER Phe TRSHOEUSk PRP. 305 RPUPHF NG

t he aqueous | ayer is washed wth ethyl acetate. The conbi ned organic
Of the order Diptera and the suborders Nematocerina and Brachycerina, for example Aedes



To a solution of 1.5 g (5.6 mmol) of

6- am no- 5- br ono- 1H-i ndazol e- 7-carboxylic acid nmethyl ester, prepared
as i n stepwdipr@saapl e 16, in 3 nL of N, N-di net hyl f or nedg@oddeks an
at nrosphere of argon is added 785 pt (5.6 nmol) of

trimethyl silylacetylene, 8.65 nL of diethylamne (83.2 mml), 194 ny
(0.28 mmol ) of dichlorobis(triphenylpﬁgkphine)palladiun1II and 53 ny
(0.28 mol ) of copper iodide. The reaction mxture is stirred in a

m crowave oven at 150 C for 5 mnutes, filtrated over Celite (washing
wi t h et hsdp. MBMQieses)ppar@lwnper&imaﬁLmvsﬂm Bustnsiumineppr, @lethonius spp.,

{o' a  ord SA0IER A TCRIR PRI M o AP il AV e
288/ 289 mm)aemaBDPOMwarPéulipngefspp raula spp., Musca spp., Hydrotaea spp.,
So?th ingnéggb@eorw %hﬁ%?nférbﬂb ?m&ar@@aaﬂfta@m@@ps Rk PR Bhiliphora 3.2

50 1.74
6- ani no-SflipsARt & Wé‘i"T‘ﬂﬁ?Plét H{m&ﬁh@m%oﬁﬁmpaam SRPar Qestips isep-aldyrpderma

net hyl  espeGasterdphild-spi., ippoLbeeaSpp, e.ﬁﬁo@twrseﬁ LHrﬂMélﬂﬂ%u@Qpp

at nosphere of argon is- added 2.6 nm.(a6 ol
solution-tetrabutylanoniumfluoride in tet rahydr of ur an. The reaction
m xt ur e Ofthe bider Siphatiapviviacir ekangle Pakk kp.f Otendedphblides sPiil Bencpegla
tert-butﬁ%l ng;thq\{l %tEer are added and the two phases are separated. The
aqueous Sy PP Hred with tert- butyI met hyl et her. The conbi ned
organi c extracts are washed with bri ne

2007/ 09’3&% 2 ntrated
in vacua %’S};E%SI é@%&&%uéﬁgﬁﬂeﬂe Fi %MS{OEM@ %ﬁﬂgﬂl‘ﬁ%‘%@ "ds 210
nmg (56 %answongykissppeduct as a yel | ow sh solid; LC/MS: 216/217 (M+H) +.
c) Preparation of 6-am no-5-et hynyl 1H-1i ndazol e-7-carboxylic acid To
a solution of 200 q(0 93 mol
6- ani no-G-1ee ARFRY Bladiiiday ps 2xpmap'e Btl,aé'iatﬂﬁ'??tﬁt'sc Peplgnsiaemgricd@ er in 4.2
mL of digktngeAnshiéh shdSupiia gpp.hanol is added 2.3 nL (2.3 mmol) of a
IN aqueous solution of NaOH The m xture is stirred for 5 hours at
50C. The solvents are evaporated and water is added to the residue.
The pr oddiche Stmctaseaquat Gtcaddaytang thelortigrs Mibth-tand Mesb- sligfnata:u&mesarhiﬂﬂa

filtrat h e

distill 2? T tQ% ug'%es%‘rhe %pgvh soﬁg E;F}ﬂﬁ-{-.% a| neéﬁﬁ %Bé&@bscs’pp’

directl ;Peirmaﬂzenéorﬁ@m ng@pphu_s@iwn HyRjopus Ak Fihipicephales epry Bemmenyssus

712-(3- Csbboraamué bH, rPr?etNﬁanyéLfsrs'pél s&rr%?énth\/épp%hd)vaﬁ&é)é yl] 5-et hy
nyl- 1H8- oxa- 1, 2, 6-tri aza- cycl opent a[ a] napht hal en- 9- one

suspensi on of 200 myg (0.99 mml) of

6- am no-Gied &wenéhcahbdmw@%@ét@nha;ahbmmdlda @etighhath), TordxaMbleBisgisous

t t |
‘3°(e3°2'mséb o Eheet I Sob. - GsnuBBensylefls ot P Psgrergatp s PamBesy PP
aci d f olTremeiculdgpRS0stpogho(ué. sppihrus elbp pWopﬂwgas sﬁ'di,eC&ibngtrue spis,

stirred at nut ensi on
is coole ?&F S%Rd%lechﬁggéo%g%ﬁ#% qoﬁgngssﬁw ’o(gtffje&?ﬁ ?ﬁpode is

added drSapseptss.spph lotoeddstsppg Knmm@mmmmmmfﬂmem 0abP8Soptdd -

m xt ure PE stirred at anbient tenperature for 16 hours. Then the

sol vent s evaporated and the residue is triturated with a m ni mum of
cold water. The precipitate, which is forned is filtrated and washed

with C0|Tfﬂe‘&@ﬁ1$63|t[om%09@rhﬁg¥@He%‘#e%hor%r@%é%{/s\#bﬁéﬂlﬂd?gﬂx&fhﬁ@ aH&l)lst'lr?Sect

engaged inth next st EE) Bar ation of
6| 2-(-Ifesiptiondn ferqage gL paipliplssuch a3 waﬂ%ﬁmlﬁﬁﬂasz'pﬁ 895 018eS 2B Ry

I]- am mapernaans tehitrdr Y7 bvridgLaidIuathgs: aci d isopropyl anide To a
m xture of 426 ng of the above

742- (3-chloro-pyridin-2-y1)-5-trifluoronethyl-2H pyrazol 3-y1]-5-ethyn
y 1- 1H- 8-Ttrs aohpdsifiorisacearding Ye thepevehidradanaiznisaa) ione2nphes againgt thd fodwidg

pests: beetles such as Hylotrupes bajulus, Chlorophorus pilosis, Anobium punctatum,



- 72 - To a solution of 530 ng of the above

712- (3-chloro-pyridin-2-y1)-5-trifluoronethyl-2Hpyrazol -3-y1]-5-ethyn
y1- 1H 8- ox@rolyods/ésdehl aza- cycl opent a[ a] napht hal en- 9- one pddBodfeo2ks

N, N- di et hyl f ormam de, is added 465 ng (3.48 mmol) of

bi cycl opropyl-1-yl am ne hydrochl ori de@%nd 485 gL (3.48 mmol) of
triethylamne.. The reaction is stirred at 50 C for 16 hours and then
concentrated in vacuo. Purification of the residue by flash

chromat ography (Si 02, hexane / ethyl acetate 3 : 7) affords 200 ng

( 31% ov eXestapiyuns tuspdliosemn, Plilibugnesticarnisdaengrdbium pertinek, Errgbis: m@lisg PESEum
( MtH) +, e el

5-chl oro- Gd?n 11& &ﬁl oro%JS aﬁlrcgl?usvr "3?3?1‘5@'5’5&5% gﬁuf)svhrng% Ly%tus

car bonv PHbEsRERS) Lragpyien ai,@@w%e N’ﬁ‘@PﬁHQ?P"'Q} Xyteberup seer-d prptesdenden speg.,

Pr epar atAfags rﬂBnachus Bostrgchus capucins, Heterobostrychus brunneus, Slnoxylon spec. and
5-chl oro- 715- chl or o- 2-

or o- In 2 -2H- razo- 11-1H8-0
xal, 2, 6-ipqdess. 'E‘VEﬁ”Bp@ﬁ‘t%?%'Hﬁ%ﬁfﬁB%ﬁ’@ﬁ“@h @ rex ju CHS MQ%H giIgRS: of
1.00 g (Yro&Bud1ighs ta@‘nuéaaaum:eﬁrscéwdgef and Brintélagieh es Katsrhs YikiicoliRGi d

1 40" ot anvdolS accron Uil L aaded L ip o (4 58 ol o

f ol | owedahtpndnsis, Retilierdesmifygusf Mps'tbiednemdar\'ﬂmmnm'sxzwarﬁ@sishbva’cﬁdsiat

o 0c, s popisrtef 1Rl TrbibEhe sl ER RS S MAPEPRR <" aidea

dropwi se. The mixture is stirred at anbi ent terrperature for 6 hours.
Then t hdhgdivertinn theretoye plse aeleles impestiidaliceripasitionsssuch as amalsiigblgicohcen-
m ni mumygfe scﬂls?eH@ér%oncérﬁ't%t% (a%atytsara@abt%r BJEJtdb‘Fe é&utmﬁg dpPeddablepabed,

washed wi th ter and dried. "Purification %
chr ormt S8 SRS osOILRIR PeMARSS, disperIRle RoNAeEH Wsitrble PPWG?fﬁyquSé% gtagples 10
10 : 3or 8hd emau&ﬂs%ﬁa &13&%ub@fan&é§3\mrcﬂ@umbn@€-a'iléé&“@W@‘hhé;@éﬂvﬂ

LC/ VB: 433/4 Pre arati,o

5 chl or diedess é?ﬂ%@F%w%%maﬁ t?P&nSV%%.%e??ﬁﬁe'%ﬁdeMe g By
| ] am no)and kel prefeafinlgeviréurastatmmesy | i ¢ aci d i sopropyl am de .
2007/ 093402PCT/ EP2007/ 001283 To a suspension of 210 ng (0.40 mol)
of the above 5-chloro-7-[5-chloro-2-(3-chloro-

pyri di ndRthesg c@npqsyioaa,dhe gctive]ingrediont dxemployeddn puiedenn, @yaslid peliveaigiddiap
ht hal en-gy i‘a Ie m?qhé(;ﬂec% Ft‘El'é%li%dBPHérfé}leir %og”éﬂlgeg%t%l%t Rhst-lond oﬂﬂ&l )

of |soprop feaction mxture 1s Stitr hour's
anbi ent apd '@F 3?%@“%{}%]3/ psRehin dsnare at fpERWRiionnsUsh @ Gxterdersy f@é?’fﬁ!ﬁ?l? gok-

Puri fi cqbmebr &dlidlcARief£ St Suth dWsuffaYEEGRe RBABSUrRIN & amRtegtsaphy af fords
111 ng (52% of the product as a white solid, M5: 514/516 ( M+Nar.

Exanpl e 37: Preparation of
5-chl or &xﬁmblé5et§ditablesah/é&s@ké ahbydpvgendied-of partiaiyydmgeastet @rddnatic hy-

b I [
byl SISAPERS i ARé Radiohs B KT B0 kB Ienes sures emsT s Phe
above 5kghied nephthalendd artelrdhyd®naphtbaleng pliphdtien oeycloaliphatic hydrocarbons,
1)-21- 3= I
S e RUBY ARG YRl g Bochofe fich ok 4G R b AL AR TNGBR AR
bi cycl opeysjhers agd aﬁﬁrﬁ@um as BRylere a@ccamrgmeermgh(cy! geernﬁtbwben@glycol or
triethylgmene gly@&l@ndr%?r%ftﬁ)ﬂ)Bthblsorséthgflér@qlﬁbl r%anQtﬁnyéthéﬁ kBRHES s@é}das then

concentrated i'n vacuo. The residue is tTaken- up wat er and

t ert - buCY3PRSKARANEL ﬁ%ﬁhorqfr?empﬁ‘%@@%@h%’eﬁw"atyé@'aéﬁ@iv?fH% sygfuddlign¢-ayer
is was hﬁwy%ﬁ‘cez \shé hmh@lhyl éﬂ%ﬂdé@{mNLcﬁhbﬁ |for5am|d@ow§ueﬂ Qﬁewmd%r ]

vacua PEPPfdized weaﬁta %’ﬁ@”PBéF HU@‘PBQ'Z'F QFPOXY i HW?@,FWZ’““‘ or
hexanes sbyaedhlhahd sii@ihabils.1: WO 2007/ 093402PCT/ EP2007/ 001283 - 74 - 1
to 1: 2, gradient) affords 380 ng (91% of the product as a white
solid:. LG/ MS: 530/532 (MtH)+, mp.: 173-175C.

Solid carriers which are used for example for dusts and dispersible powders are, as a rule,

1)

ground natural minerals such as calcite, talc, kaolin, montmorillonite or attapulgite. To im-




Exanpl e 38: Preparation of

5-chl oro-6-{i 2-(3-chl oro-pyridin-2-yl)-5-nmethoxy-21-1-pyrazol e- 3-

car bonyl | - @@ a0}oeoddd2i ndazol e- 7- car boxylic acid PCT/EP2007/001283
(3-nethyl -1, 1- di oxo- 1l anbda*6*-t hi etan-3- v11-am de: a)
Preparation of

5-chl oro-712-(3-chloro-pyridin-2-yl)- 5 1iet hoxy- 2H- pyr azol - 3-y1] - 1H 8-
oxal, 2, 6-triaza-cycl opent a[ a] napht hal en-9-one To a suspension of 400
ng (1.89 nmmol) of 6-am no-5-chl oro-1Hindazol e-7-carboxylic acid in
16 nlL ofpreventie pbygical propatigdribis @iserpossibla titiedil HFidy rigpérie 8ilicasmylhjghbyf dis-
2- (3-chl |

Fol | oed by BE3(BvERpmaf St péy‘f?%*“c.%} BN Cario AL il s
anbi ent tYRESpRYCALAFRAITHER: DABK smi sRRAlitecey bermigaite, @Re suitablret-smiptive cavisr ed
to OC anfdataddls Hie dafité &r B8R In Qddltﬂ%t S'ﬁilfgeshﬁrﬁl%?ﬂ‘ l‘éhhlﬁféd%’at@ﬁﬁs @ﬂﬁ'@rﬂanlc

dropwi se. The mixture is stirred ent tenperature for hour's.
Then t heP' SHApITIAYTE ca R ysed. é’dp%fﬁ‘d-""i"t?@|%’§|°dﬁ‘émf"§“{‘?q Q'@?td?%‘é}‘e\ﬁn th a
m ni nrum of cold water. The precipitate, vvhlchlsforrredlsflltrated

and wa d th cold water. The aIe ello ct qbtai ned
oy 1o el e caouiEh ahe. R iselngaty B up R T actyg Moredient 1 b2

Pr epar atforeiuladéd, non-ionic, cationic and/or anionic surfactants or surfactant mixtures which have

)5/ 1f f]l g{noq?g? {e&"g_sffﬁa%zdésrpg(gsir?%érﬁcg\g%gq ér]dé%r? ejsn%h%E?Xac%ﬂitg ! atzlt%le% b%lo(\%vae{rg on
( 3- met hydniytthbetcamsidergd ps arardges; \ARY6 UMD F I RET SEHRREDTE @bitR 8@ convén--
To a SO' Hﬁ)éf%% g& nﬁtﬂg altSi (&rﬁ%tu?@?ﬁ%ﬁ%blﬁ@@cﬁgﬁﬁ %o the invention are described in

5-chloro or o- pyr

met hoxy-tm—liqb%)fﬁﬁtﬂktﬁfa@f‘%fl] 1H 8-oxa- 1, 2, 6-tri aza- cycl opent a( aj napht hal e
n-9-one in 10 nmL of N, N-di rrethylforrramde |s added 396 mg (3.49 mmol)
of 3- methyl t hi et an-3-yl am ne. The reactl é:lrred at qo C for 72
hours ar¥lteieACREm ASRaL 4R %ﬁﬁ@?ﬁ%l'yfﬂ%@lfce ‘?‘B‘E[ efivativag afalighatg o ye-

wat er aﬂdhllﬁlﬁaliwalo@ﬁelb,aéf%atu'l:ﬁl@d phasaturatee A paiiabeds sk phél’&)lsaﬂhlaﬂmy

I h

| avers SPUBMEBREI N P erer it Y bt B fouEnd AR R B PB, ©
vacua. Rppickitedaly 80 cardbot htormseip nrmmwmmmnmmmmrw ap@ogddately 6
h

2wt t o SafiptinaBiSt e p@ing 3y ARy i) plind B BAUG o7
of water-soluble polyethylene oxide adducts with po!ypropylene glycol, ethylened[ammopo-

5- chl or p@oﬁy[ez,e((?ﬁrcsmrei@r W%ﬂrds;r@r% grycbnévmgtﬂewp.%ktn&vém@bman BRFRGRA

yl ] am no) - 1H i ndazol e- 7- car ¥ i d
( 3- net hyhe alkyl cgig 289 eRRIRIIERIREY <9 I aé’tpém‘"%at?i)zf’%ﬁ{hé{l@“e glyea] etheg Arpugs gpd
E40h|rrg (a@gl%ilmm} 10 &f approximately 100 propylene glycol ether groups. Normally, ghe

chl or o car bon
R T AR T M R o
in 16. 8 lerle ghfcohmtith Fkanptes vhizhintky tet mentbheharetnenypharouypeliethoayidisahol,
q . ) .
2 0 PRer RaaheOTe By pYutonfR b ohRAI G il ety Mtiter”
t enper awwdyemmxyeteamoéyetw@esgwcobottoctyk’hemwwe-ilp@wathedolaﬁao stitaple -
76 - [ :
phases. S B R TR, oM oS RO ORISR RoRflRS et
acetate. The conbined organic |ayers are washed with brine, dr| ed

over My3¢gd cat%:&meﬁhfsaaredeépec.a@ca@arPe\eﬂd amiohram @tswhenrgeﬁédtgeh@)é

flash chromatogra y (Si0 acetate) affords 115

—t—he—p%e%l?ﬁs%‘eé‘l%iapt?%@ﬁp& rO"L t‘R}’BB t%ﬂﬂf%@ﬂ'@Mﬁﬂ}C@t%S&S s&?gt@qn}%@d

Exanpl e ad%urtar @lﬁlﬁhﬁieh&rtu@fﬁalo enated or halogenated) Iower alkyl or hydroxyalkyl or benzyl

3- br ono- 5- chl ci,ho 6- ( 8%{ chELQr -rwrid é t OXV- tﬁﬂg‘}d/{? e 3

-car bon;f?‘i"caé SFa‘iSrE'PrP oY1 ! afPB‘E)S% ﬁ" % eEFVi'Sé’ PPBRUT &1es.

Pr epar atexamplet afe stgamirirdethylammobiuarhdhtoride ki backyibid(Bclomathytatiyli C aC| d
ammonium bromide.



See step b exanple 1 for the preparation of this conpound with

6- am no- 3- br ono- 5- chl or o1H i ndazol e- 7- car boxyl i c acid nethyl ester as
starting matetopadessoAf ter 24 h of reaction tine at anbi esdr/EpP2007/001283
tenperature, the solvents are evaporated and water is added to the
residue. The product is precipitated at pH 4 by addition of
concentrated HCl, filtrated, washed wi¥h a WO

2007/ 093402PCT/ EP2007/ 001283 - 77 - mninmumof water and dried on

hi gh vacuum punp. The crude solid (832 ng) obtained is used directly
in the riéﬂn;ﬁseqjswtatﬁld\ﬁuorﬁ@ﬂdrﬁ@&n(sl\éfH)rvatersaaluEieepapsa(bdmet@éoluble synthetic

11" 1 gt 4Ee Epphak RO RYorlbie sobht ok BF Rl IR YRG! Y

suspens i agxhsmq‘:ted,@osutgtltyredjgammmlu)n gefits of fatty acids having approximately 10 to appro-

6- ¥ oy | 6 f
oy dr oud Rl P2 abRle b0 Rn ek ute LRARE B Sl RGARIY ol Ghdnrk ot e ©
2-(3-chl n@m;a!ﬁgtm aﬂldwmgmwg which Brebg0aIe {9y eranle Tamamebs i 188 oliahention
fol I owedniy afk8%Be rﬁéde(o@tr%oiawa n'féihypﬁéﬁiaﬂ'ésn ﬁowahé? r‘sg}nm’etlé H koo iuSed

cooled to OC and 376 | | ) nmet hanesu | oride are

added drapRifreguentiydn Hﬁ'SE‘P‘r!J%faFE S@Pi“?ﬁeéd a%)f Stﬁfﬁ{ﬂse?ﬂ”oﬂﬁiﬁﬁéﬁa%"mdéz%%er
t he ni ghferivatives 6eaGldra %ulf@nM AS QT Ehe faamutfdwt@é Qfoera&ﬁﬁnﬁtés drphe!

> (3 chisghAs o kaiBe Gagf {Sﬁb%ﬁuv*’eﬁd-e st B R ReP e Shetihey o

r eact i omeraly stiver airealkyd gadical atam:rdmummblytsaapammkamaeeli 4574 CfatdSIﬁs;raﬂ&yl dlfew be

the sol Y_.%Eé oﬁgggﬂ'?:ﬁ:rdﬁ\ ?.ﬁ geCI ?&gp}é% chig: é{a'n;[ UALS yp ﬁenn?ngg

m ni mum-o |ch|s orne

and was We@thmspﬂlucmr@amaltsm h@q@aw&)ngoeaddom thh dpdwwuﬁurmsa&r@edf a fatty
purifie f a 1)
af for dsddlzé(%OI QU%?B nﬁﬂﬂ%{%%&ﬂé@%ﬁﬁ n%ﬁlr%?a r ogfac?ﬁség rogjbrsgﬁo 'ﬁa@t}e@%lts
509/ 511 of thergplfuricpstanp apc pulfonisificigs of fatty alcohol/ethylene oxide adducts. The

3 br 0m)'sﬁmﬁmééf&n@nﬁc[a%olé%eﬁ{?étﬂéé)p@YératSNr aarzauu b)suﬁorr%mgsyaﬁdﬁ M@é@' e-
- car b%@%‘%‘:&% m noHH- i dazol e-7-car b(2)x jd isopr O%I am %,

2007/ 09 @f?@gpm"’%a‘ely 2 0’35 apelesiob alkypryisyltenatps are

(0. 24 mmd odiim, tcbhlu&bmw&ethanolammomum salts of decylbenzenesulfonic acid, of dlbutyl-

3- br ono- 5- hl.oro - H

T or 6 BRahagebufis ada S0 SN eltPaia Rl G T RN GRS A ¥
i xt ur e passtlenie, furthemidte, stitablé phegphates sxidbds Galtsdf tb@pﬂc&sphurm gstayfof a p-

i soprop @ﬁa&{eg r d for 6 hours at

anbi ent xlf)@%ﬁéﬁgl{(gpg)éi rrne s c{f}i&%& gr é‘g’é‘ﬁi"'(')'ﬁ'? e m xture and the
product is extracted with ethyl acetate (3 tines). The regrouped

or gani chaﬁ@Stnercemgaé.%s%nMﬁB@éH to Bbdt é@e@i@llﬁ@%@@@%%@cﬁ@b indra8ient

purification of t by f chr omat ogr a hept ane
iyl 286t 2te0% SHpsasrply B SOty ora AR 1o STUAT TG i bee
568/ 570 pbdditith as amuiP for 043 25%)] 86peckXponlie 2d49, ofthe pamhpdditn tobe

3- brono-5-chl or.o 243- chl or VI ) razol e- 3-
car bony BATRT: 8 o et aea e dRrossl by ol yRersas B5Acentay
bi cycl opomp&s‘]}wbsﬁr@rﬁo tle preferredior eorsmemtal goodsf thd20d mgngudng? 4s pirole used
t he abo

yl) - 5- \éﬁﬁ cgﬁgﬁﬂroﬁﬁ g@l) yi%&iﬁgm&%r% gé’%hgh&asgoz{ agt)'/\(': red'? %t[ al nap
ht hal enPgeferm@ ¢qm®swomﬁ_ar©fcommseﬁ impattigtihoantehevwie(% s pad@etjbsegelglg) (0.71
mvol ) of bicyclopropyl-1-ylanm ne hydrochl oride and 99 gL (0.71 nmol)
of trlethyl am ne. The reaction is stl rred at 50 C for 24 hours and

s A wiaifiahlecgoneentrala

after fhbﬁ\feaﬁdr&ﬂeﬁthe fi Itrate |1stogg%p9,re@gr9gy5l?&ég%l catl on of the
resi due by flash chromatography (SO

2007/ 0984 Y EP2007/ 001283 110 30%- Pfefefablv 101020 %
solvent: 5 to 98%, preferably 70 to 85%




- 79 - hexanes / ethyl acetate 1. 1) affords 80 ng (56% of a solid;.
LG Ms: 606/ 608 (MHH), mp.: 190-194C. Exanple 41: Preparation of

5- chl or o- 6w(d 2ot/@360l or o- pvrr di n-2-vl)-5-trifluoronet hypckiodsaaese- 3
-carbonvl | -am no) - 3- met hvl - 1H-i ndazol e- 7- carboxvlic acid

i sopropvl am de: a) Preparation of

6- am no- 5- chl or o- 3- met hyl - 1H-i ndazol e3f-carboxylic acid methyl ester
To a solution of 899 ny (5.91 mmol) of

9- met hoxy- 9- bor a- bi cycl o[ 3. 3. 1] nonane in 5 nL of anhydrous
tetrahyddwsfair an i s added dropwi se 3.71 nL (5.91 mol) of a solution
IN of min diethyl o i pyites of stirring,
a mxtu 4cw%'né}8Eigwo 3- br ono- % @W qo?{%fééfé clyg@loﬁge{%-car boxylic acigd
met hyl esotidearrign epared as in sﬁ%ﬁttagﬂ% pelergblyedBPio 9%l 104 ng (0. 15
mrol ) of bis(triphenyl phosphine) palladium (I1) dichloride in 10 nL
of “anhydsaysndifi dnbydfaaddiran i s added. The reaction mxture is
stirredTn a mcrowave oven at 150 C for 15 minutes. After filtration
over Celasctive ingrgdigbhicent rati on ihtodSudreferblyi@de 8% is purified by
flash chyferat ography (Si02, heyfpesod, ppéibxblyaesstass 1: 1) to afford
470 ng of product (66% as a pale ellomnsh solid: LC/ Ms: 240/ 242
(M+H) ey SHB'f ‘Fﬁ?@par ation of 1 to 40%, preferably 2 to 30%

6- am no- 5- chl or o- 3- et hyl - 1H i ndazol e- 7- car boxyl i ¢ aci d See step b
exanpl e Vettaple @dv&leg eparation of this conpound with

6- am no-5;chl or met hyl - 1HJ pda b acid nethyl ester
as star t%%e 'H%Fg'ﬂ’ Af ter 246%?%%&%’9%[8?{ Er'ﬁé’yndéjlo/gt anbi ent
terrperatsurf@qtartthe soI vents are @5 &pB0°al mefesably Wat 6% i s added to the
residue.g oduct IS preci dition of

concent rat filtrated, \%L’/a Q%ﬁ?%fﬁgﬁﬁ\%?}gg@g
2007/093402PCT/EP2007/001283 - 80 - mninmmof water and dried on
hi gh va&iamdlgiesip. The crude solid (92% obtained is used directly in

the nexlpchleARgreliGhtVE: 226/ 228 (d\é“{tbao%?) rite@ByALheY, Of

5-chl oro- 741%?1 E)(13 chl oro- pyrr di n- 2- (z/ I'uor onet hyl - 2H- pyr azol - 3-

y11-3- FBIHPIIrH 8- oxa- 1, 2, 6- t99-2PL ?(ﬂ"ﬁﬁ'@ﬁ@’zﬁ?&?ﬁﬁﬁht hal en- 9- one

To a suspension of 540 ngy (2 39 nmol ) of

6- am nop'Sech orﬂsgmrrﬁt hyl - 1H-i ndazol e-7- carboxylic acid in 22 nL of
yarerd

anhydrou LeRAFIPIN IR uran at 10C, is added 698 ng (2.39 mmol ) of
2-(3-chloro-pyridin-2-y1)-5-trifluoronethyl-2H pyrazol e-3-carboxylic

?cs:i gogfleéé&r;ﬁa@ 1b)ﬁre%§i%7?»h of étﬁ%ﬁ% RJ Ma "&Lﬂ%@%@%ﬁ%? o

, z P& jg '°a=|- dgirbi ent tenperature for
48 hours Then t he solvent IS evaporated and the residue is taken-up
with acetgne. After filtration, the filtrate is evaporated in vacua.
The resPbEPaIstion HEQtaF‘ﬁ‘OpU‘r‘ indpley- Wb‘?’iya%?ﬂ%ﬁ‘ﬁwsb‘%jr aphy (Si02,
heptane / ethyl acetate 1: 2) and affords 810 ng (1.68 mmol, 70@@ of
the product as a solid;. LC Ms: 481/48%g$NHH)+. d) Preparation of
5-chl oro-6-{[ 2-(3-chl oro-pyridin-2 2trifluoronethyl-2H pyrazol e-
3- carbonyl]-am no}-3-nethyl -1Hi e- 7-carboxylic acid

i sopropyl ami de WD 2007/ 093402Pc{[/ EP266%##301283 81 - To a
suspension of 148 ng (0.20 mol) Nilhe above

5-chl oro-742-(3-chl oro-pyridin-2-yl)- 5-

trifluoronethyl-2H pyrazol -3-yll-3-ne | - 1H 8- oxa- trrazaa?/
pent a a] H'ﬁﬁﬁt"ﬁ&‘l"éﬁs Qr epgFRs ?W%Cfg?drﬂl*fo@’gacﬁ?% 49e6. é"&eﬁ@ﬁr CiME 191082
FHS;

mxture is stirred for 6 hours at anbi ent t enper at ur e. "Brine is then
added to the m xture and the product is extracted with ethyl acetate
(3 ti nes) Prephatitiegh ®apmd-1H-patie7-@iesgic aie dried on Na2SOH4,
filtrated and evaporated. The purification of the residue by flash




To a solution of 150 ng (0.25 nmol) of the above
5-chl oro-712-(3-chl oro-pyridi n- 2- yl) - 5-
trifl uor omgtgiodr@bhopyr azol - 3-y11- 3- net hyl - 1H 8- oxa- 112, ﬁcimpmpﬁpl o]
pent a[ a] napht hal en-9- one in 3 nL of N, N-dinethylformam de is added
100 ng (0.75 mmol ) of bicycl opropyl- 14 | am ne hydrochl ori de and 104
pt (0.75 mmol) of triethylam ne. The reaction is stirred at 50 C for
24 hours and then concentrated in vacua The residue is taken-up with
acetone and after filtration the filtrate is evaporated. Purification
of the residue by flash chromat ogr ap M$02, hexanes / et hyl acetate
3 : 2) affords 70 ng (48% of a sol LG Ms: 578/580 (MFH) +, mp.:
228-229C. Exanpl e 43. Preparation §f COH -
6- chl or 0- 741243- chl or o- pyri di n-2-y®-NB-trifl uor onet hyl- 2H
pvrazol e- 3- car bonyl | - am nol - qui nol i ne- 8- car boxylic acid
i sopropyl am de: WO 2007/ 093402PCT/ EP2007/ 001283 - 82 - CO2H Thi s
conpound’ g & s@ulinpaf 88.2489 (4% mnsddf Branthe ii-imRiee-TrcaBakylic atig fsthyd 8stedin
1360 an 2009, O:

dy M di and20PE of ﬂ‘éthaﬁa %adhg B@Sar g(g/gjﬁgloalgtgtéé%%%ggso!utlon

starting material 7-nitro-quinolihe Is as |
(1994) aﬁ@la@b@jﬂ)é@?@mu& IS[S#I@%Q\@F[tWI@'ﬂ at 60°C. A new addition of 0.22 mL (0.45

21% (3- Qﬁr’n@l‘) Qfam/éddébﬂs aomﬂan SFNEOH irw%rrﬁaa%t;hwm@ ilmﬁurBYé a%.%'d a’aawd n & OX

5- di aza- p henant hr en- 4- one To a SUSsp ensi on of
mol ) of607C éﬁ?’ Hengarisaite ABPisntismpBaHre-Afltes P&PHOF?“?U °FrE” er S&%@f&rwgde
tetr ahyc;rewcﬁmramsiame Kdbtained asttiegdd birbetiyin the.rfekt s18m I 'H-NMIR (MeOD,, 400 MHz):

act o f ol o 6 S0 At e b BB At ne. Then the

suspension is cooled to OC and 830 R1.. (10.63 nmol) of

met hane i
et hane Sy PLOBGRY) 7 A5 AR A S E R e T RS 54
and t he di@grcal@leparga[glne@htbaipaﬁmew th a m ni mum of water. The
filtration gave 180 ng of product afger @rying on high vacuum punp.
The filtrate is evaporated and the es due obtained is purified by
flash chromat ography to afford 100 -GN of product as a solid. The
overal |l yield is 24% LC MsS: 444/ 446 F, Preparation of
7-{[2-(3-chloro-pyridin-2-y1)-5 'P' thyl 2H pyrazol e- 3- car bony
1] - am no}- qui nol i ne- 8- car boxyl i@ sopr opyl am de WO
2007/ 093402PCT/ EP2007/ 001283 - To a suspension of 140 ny
(0.28 mmol ) of the above 242-( é’h’lo@o pyridin-2-y1)-5-
trifluoromethyl-2H pyrazol -3-y1] - 3-o0xa-1, 5-di aza- phenant hren-4-one in
5.60 nmL _of a mxture acetonitrile: H20_4: 1 (v/v)_is added 73 lit
(0. 85 m¥SI3 suspensianRtdGyna MR- Hemmphof Fming- b indelex{-grreoxydic a¢ig in eaLichr 6
Pﬁur s atc?cé‘t?hitr@é‘ﬁs %dﬁ&?@gtrh@ ®. 4a3hm@g of 5-(3- bmaroque.d Z@%simf]dmmémplqmng
e product is extracte e regroupe
or gani ¢ PHRELES- GRS e TIOea0H 16 Al (B o VB RB TR B e e
puri fi catifrehateimbidre térasdraues dnymfglsasﬁinmbs Oreh ﬂgiapsbyndidﬁl i® Booléwtmttﬂoemd

Lo | Do REE R s sdics FetraRlt e fbAlus, rfe Pk e d et

7412- ( 3-0CQ doring $/mingkes-dhAd\LlhHous atranitiient tayneratule. Afteipavaparatiat @-the solvent,
car bonvids AB400ls Rk Witk a FrifiHuRPIEbIdSwatS Phd BroBiphdBWiich is formed is

filtrated and washed with cold water. The residue is then purified by column chromatography

on silica gel with hexanes and ethyl acetate as eluents and 47.1 mg (0.11 mmol, 25%}) of a

yellowish solid are obtained; LC/MS: 432/434 (M+H)".

d) Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl]-
amino}-1H-indole-7-carboxylic acid isopropylamide



To a suspension of 140 ng (0.28 mmol) of the above

242- (3-chl oro-pyridin-2-y1)-5-

trifluoromyidguedzedshyr azol - 3-y1] - 3- oxa- 1, 5- di aza- phenangdfemndr@pgs | N
5.60 nL of a mxture acetonitrile: H20 4:1 (v/v) is added 74 Rl _
(0.85 mml ) of nethylanmne (solution 40%in water). The reaction
mxture is stirred for 6 hours at anbi‘dnmt tenperature. Brine is then
added to the m xture and the product is extracted with ethyl acetate
(3 tines). The regrouped organi ¢ phases are dried on Na2SO4,
filtrated and evaporated. The purification of the residue - 84 - by
fl ash chromat ography (Si 02, heptane and~ethyl acetate as el uants)
affords 84 ng (62% of a white sol ifd™ %9NB 475/ 477 (MtH) +, m p.
219-220C. Exanpl e 45: Preparation 2N N

6- (12- (3-chl oro-pvridin-2-vl)-5- trlﬁfuo o} | - 2H pvr azol e- 3-

car bonvl i - am nol - oui nol i ne- 5- car box fsopropvl ami de: a)
Preparati on of 6-am no-quinoline-5;ca poxylic acid amde This
conmpound is prepared as reported J. £hem Soc., 1962, 3645
starting fromthe 6- nitroquinoli CHshese conditions we didn't
get the 6-am no-quinoli ne-5-carRo i,d as described, but the
correspondi ng am de; LC/ Ms: 188/1 f. b) Preparation of

6- am no- qui nol i ne-5-carboxylic acid nethyl ester To a solution of 2

g (10. mol ) of the abgve 6-am no-qui ngline-5-carboxylic_acid am de
o' 0. 767 SHINORSE TG reoia of Be SHded 1 SaR RAg A ol ) of
concent rtaﬂmbrﬁe:hmuﬂtpy@amwl] 1Fh@oxa9a6tduaza dysloﬁéntd[éfhdphtﬁalan—mcﬁlémv\aﬁenL

during nut e actlon svvith
£ bk ontan gt e Pindifiren, et £280 SR FARRE TR RdE® 1t e 1 s
t hen cod$aptopytan®@. dhd revation isi irrad deihg SThaurgpét amblemeerrmefatureearidsthen

| ner eascilesh@hin'sh il vUdle ! o AER URGR MR SE | 00

The pH uste turated aqueous so
The pr @@U@Qted wicewitheelhd @clietenanst thy corlipederganic phases s Jrieghen N@u@%

conbi nedjjtraRdal the 5@Vt % é\fa@o@ﬁéoe ﬂft@r’bdﬁﬁ%gﬁ by fibdH 6rﬁérﬁﬁito§ﬁghy on silica:
evaporated. After flash chronmatog r%/g urification with E_){E?ne and

et hyl a8t Withthexaney angleihyl ageigtea s ¢l a grepampi WEH%%ICF'E? Qgraphy,
obt ai neds.s (04 26l 2646)(dVaHite s¥Wa a0 QBaSAAMOS/RST SEFB DM AM)28Rp- 85
- c¢) Pr B% %;d on of 6-am no-quinoline-5-carboxylic acid NH2 CO2H
To a sol 3h Bf 540 ny (2.19 nml) of the above

6- am no- qui nol i ne-5-carboxylic acid nethyl ester in 10.8 nL of

di oxane E}Q&BQ 2%%%% @foe%f%l!g@ chio?o—s i 12 §lj é%fmorc(nﬁetﬁ\ﬁ AR dzcf-3.2

agueous rrred Z& nours at
anbi ent ceepdiaminek1H-ndsje- 7ﬁa‘fbeiﬂl“°5ﬂﬁem¢ﬂ‘0%@mﬁﬁat ed in vacuo and
the residue is suspended in a mninmum of water and precipitated at pH
6 by addition of concentrated HCl. After filtration and washing with
a mninmm of water the solid obtai 4 dried on hi gh vacuum punp to
give 245 ng (60% of a yellow sh s I|, leC/MS 1891190 (M+H). d)
Preparation of

2-[2-(3-chl oro-pyri di n-2-y1)-5-tr|fp ﬁ{/:ﬂ 2H pyr azol - 3-y1] - 3- oxa
-1, 8- di aza- phenant hr en-4-one NH

LA

\NHO

See step d of example 1 with 7-[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazol-3-yl]-
1H-8-oxa-1,6-diaza-cyclopenta[ajnaphthalen-9-one as starting material and

cyclopropanemethylamine. After 3 hours of reaction, work-up and column ch romatdgraphy
purification, a white powder is obtained (75%}); LC/MS: 525/5627 (M+Na)*, m.p.: 239-241°C.



To a suspension of 240 ng (1.28 mol) of

6- am no- qui nol i ne-5-carboxylic acid in 9.60 nL of anhydrous

t et r ahydr ofyg A7 @ba0r0C, is added 372 ng (1.28 mmol ) of PCT,EP2007,001283
2-(3-chloro-pyridin-2-yl1)- 5-trifluoronethyl-2H pyrazol e-3-carboxylic
acid followed by 513 pt (6.38 mml) of pyridine. Then the suspension
is cooled to OC and 398 pi _ (5.10 mol4?-of met hanesul fonyl chloride
are added dropwi se. The mixture is stirred at anbient tenperature for
48 hours. Then the solvent is evaporated and the residue is
precipitated with a mnimmof ethyl acetate and washed with ethyl
acetate.. A . i fferbing C and t he new
suspens|IorT e T. 7

punp Jodd C ¢ agidisobrg f':4M446(hmm+
2007/093402PCT/EP2007/001283 - 86 - e) Preparatlon of

6- ([2-(3-chloro-pyridin-2-y1)-5-trifluoronethyl-2H pyrazol e-3-carbony
|]- ani o Preparationiohéo3ilnar bexyaiele.SalindazolbopBeipyrani de  To a
suspensi on of 150 ng (0.30 nmol) of the above

242- (3-chl oro- pyridin-2-y1)-5-
trifluoronethyl-21-1-pyrazol-3-yll-
in 6.nL of a mxture acetonitrile:
(0.91 muol ) of isopropylam ne. Theg {on mxture is stirred for 6
hours at anbient tenperature. Bringys to@en added to the m xture and
the product is extracted with ethyl acetate (3 tines). The regrouped
organi ¢ phases are dried on Na2SO4, filtrated and evaporated. The
purific r e/
Dt sclbuBhuhd e sapkidies fibchbarh ehanaas 20orb R O 1B AS
503/ 505 Mﬁb) 182-183C. Exanpl e 46: Preparatlon of
6-{f2-(3-chloro-pyridin-2-vl)-5-trifluoronethyl-2H pvrazol e- 3-
carbonvl1l-am no}-aui nol i ne-5-carboxylic acid nethvlam de: To a
suspensiPdRreparaisgp ohgraminostfergledreariosyli

242- (3-chl oro-pyridin-2-y1)-5-

trifluoronethyl-2H pyrazol -3-y1]-3-o0xa-1, 8-di aza- phenant hren-4-one in

6 mL of a mixture acetonitrile: H20 QWH is added 79 ptl_ (0.91
mrol ) of nethyl am ne (sol ution 40% g
at er

ar 1, 8- di aza- phenant hr en- 4-one
av/v) is added 78 ill.

2007/ 093402PCT/ EP2007/ 001283 - 87 % . The reaction mxture is
stirred for 6 hours at ambient tenmpehture. Brine is then added to
the m xture and the product is extracted with ethyl acetate (3
tinmes). The regrouped organi c phases are dried on Na2SO4, filtrated
and evaﬁb@&@@@ou%@ PErREFgd asdesshbestinvherg: £é8eau 2009: 65 4193 using 1,6-

chr omat i ¢ a MHYr. D
(76% Of@l@\gér&ktﬁb{r(e)ﬂs%@%ﬁ%ﬁ&l@ﬁea i oﬁé E% aﬁﬁa%ﬁtrﬁét&:al LO]‘&/IS i2 'i%{ éb:SL(lc
Exanpl e 47: Preparation of

6-{f2-(g pﬂéb@morpww [ﬂz—@aﬂdrd-bymmlymwnmmhbw Fp s Aé-8lcarbdnyl)-1H-8-

carbonV||- ne 5-carboxviic acid nethvlanlde

a) Prep&?‘aa? ﬁ“‘ﬁfa %!mg% ﬁ{?ha ”q%PH%I i ne-5-carboxylic acid nethyl
ester To a mxture of 6,6 g (32.6 mMmmvl) of
6-anino-quinoIine-5-carboxyIic acid nethyl ester, prepared as in step
b in exanple 45, in 50 nL of N, N 'ﬁe yl formam de is added 5.80 ¢
(17.78 nmmol ) of N bronosuccini m de. r{/g,actlon is stirred at

anbi ent tenperature for 4 hours. The soI ckS then evaporated and

the residue is submtted to col ogrdbhy purification on

product as a yellow solid; LCO&EY 2 283 (MHFI) +. b) Preparation of
6- am no- 7- met hyl - qui nol i ne- 5- cirRBExXydi ¢ aci d nmet hyl ester To 1.59
g (5.66 mml) of 6-am no-7-brono-quinoline-5-carboxylic acid nethyl
ester in 30 nL of dioxane under an atnosphere of argon is added 2. 35
See step ¢ example 1 with 6-amino-1H-indazole-7-carboxylic acid as starting material. After

overnight reaction, work-up and column chromatography purification on silica gel with



m nutes. After filtration over Celite and concentration in vacuo, the
residue is purified by flash chromat ography (Si 02, ethyl acetate) y
to afford QaPrgBesdfezpr oduct (45% as a yell ow sh sol i d;pdshMRiT/001283
217/ 218 (MtH)t c¢) Preparation of

6- anmi no- 7- met hyl - qui nol i ne- 5-carboxylic acid To a solution of 550 ny
(2.54 mmol) of 6-an no-7-nethyl - qU|ndﬁ?ﬁe S5-carboxylic acid nethyl
ester in 11 nL of dioxane and 0.5 nL of nmethanol, is added 6.4 nL
(6.4 mmol ) of an aqueous sol ution of NaCH 1N The mixture is stirred
at anbi ehexaresmndretaestateras BBiehtsua yelloWiah soid iserbtasneat (63%),d|RIMSt 485/40%
wat er i spadged to the residue. The product is precipitated at pH 6 by
addition of “‘concentrated HCl, filtrated, washed with a m ni mum of

wat er and dried on high vacuum punp. The yellow crude solid (282 ng)
g?t glr ggéhr g??ﬂgﬁﬁfén%‘f BRBL(3¥ehloo-bRRIMENH-5S R Rrorh&th)YBH-pRS/ 04 -ce MR-
242- ( 3- ANeRlohpARzaIe7 satpexylis apid gapIgPYBMIYR, r azol - 3- y1] - 10- net hy1- 3- ox
a-1, 8- di aza- phenant hr en- 4- one To a suspension of 282 ng (1 39
mol ) of 6-anino-7-nethy|-quino|ine-S-Qﬁrboxylic acid in 11 nL of
anhydrous THF is added 407 ng (1.3 ) of
2-(3-chloro-pyridin-2-y1)-5- trifl hpyl 2H pyrazol e- 3- carboxylic
acid followed by 560 L.EL (7.0 mml)“of P I‘I("l_.l ne. The m xture is
stirred at anbient tenperature durif fltes. Then the suspensi on
is cooled to OC and 430 u.L (5.5 mmol)),of nethanesul fonyl chloride
are added dropwi se. The m xture 7/ 093402PCT/ EP2007/ 001283 - 89
- is stirred at anbi ent tenpera 48Hours. Then the solvent is
evaporated and the residue is ent]l al triturated and filtrated
with ethyl acetate and with a nNnWﬁud?of |d water. Purification of
the residue by flash chromatography (Si 02, -heptane / ethyl acetate 1:
2) affords 286 ng (45% of the product as a yellow sh solid; LC Ms:
468/ 460 Seretgpd exampts & pith 5t[?-&$rclaj@ro pyridin-2-yl)-5-trifluoromethyl-2H- -pyrazole-3-

6- ([ 2- (%aﬁblahﬂ’-ﬂﬂ-ﬁwxhdl ma&i&aiy&féﬁénkaeahmarws%ﬂ‘e &s Eﬁéﬁ%%&e@m CaRytdrony
1]- am no)-7- rret@h}ngl(%l nol i ne-5-carboxyli¢c acid nethylamde To a

suspen Si% ntgf'lt g d:ofglfmrﬁ%qr?atayap EPUtifjeation on silica gel with hexanes and
242- ( 3- elrlybdcetqy bs Siubnia; y dijghtly beighs Sofid-is obtained (72%); LC/MS: 492/494 (M+H)*,
2H pyrazol - ?\g{/%& (130 met hyl 3-oxa-1, 8-di aza- phenanthren-4-one in 5 nL
of acet OMiPt ? 5 wat er 1, v/iv), is added 80 pi_ (0.9 nmol) of
40% aqueous net hyl am ne. The reaction mxture is stirred for 6 hours

?;karrbl BREmpE I Bl ana -tljifl?Jy hSrdoRlgue is
t he aquéé@ﬁmﬂk@@mtwldﬂmef ﬂwww parared an

organic |l ayers are washed with brine, drled over NUSCA and
concentrated in vacuo. Purification of the residue by flash
chromat ography (Si 02, ethyl acetat ords 25 ng (16% of the
product as a yellow sh solid; LCNS: . 89/491 (MtH) +, mp.: 150-152C
(deconposition). Exanple 48: Preparﬁtl f
6-(12-(3-chloro-pvridin-2-v1)-5-tri@® Pﬁwl-Zl-l-pyrazole-B-

car bonvl1l-am no) - 7- et hvl - qui nol i ne- 1Farboxy|ic aci d isopropvl am de:
WO 2007/ 093402PCT/ EP2007/ 001283 - To,a suspension of 143 ny
(0.31 mol ) of the above H

242- (3-chl oro-pyridin-2-y1)-5- gydfoxyRH pyrazol - 3-y11- 10- net hy1- 3- oxa
-1, 8-di aza- phenanthren 4- one |erNmi(bf acetonltrlle / mater (4: 1,

mxture is stlrred for 6 hours at anbi ent terrperature and then
concent Sat egarnple 2athT-[2TRehivespydidan- 2-3! )-Bakfenranpeting-2h-yra zote-Znarbe iyl H-

d
i co. wERaiy Teas opahenEhOR T ohd s SHAS yu i T SLRRRES, 1

reaction and column chromatography purification on silica gel with hexanes and ethyl



-91 - Table P: Physical data of conpounds of fornmula I: Conpound No.
Structures Melting Point MS/NVR P.1 vCl NN OCF3 NH H 40NCH3 | \
NHOCH3 examqm sokoRdd- 242C LC/ Ms: 513/515 (WW P. 2 A - Ne@feF30oiyss H
239-241C LC/ Ms: 525/527 (WMNa) N NHO exanple 2

-44 -

acetate as eluents, a slightly beige solid is obtained (77%); LC/MS: 504/506 (M+H)*, m.p.:
240-242°C,

Example 5: Preparation of 6-{[2-(3-chloro-pyridin-2-yi)-5-trifluoromethyl-2H-pyrazole-3-

carbonvil-amino}-1H-indazole-7-carboxylic acid bicyclopropyl-1-ylamide

\
N-NH O

See step d in example 1 with 7-[2-(3-chIoro-pyridin-2-y[)-5-trifluoromethyl-2H_-pyrazole-s-
carbonyl]-1H-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalen-8-one as starting material. The
reaction is performed with 1.5 equivalents of bicyclopropyl-1-ylamine hydrochloride and
triethylamine. After overnight reaction at ambient temperature, 0.3 equivalents of the amine
and the base are added and the reaction is stirred overnight at 50°C. After column
chrdmatography purification on silica ge! with hexanes and ethyl acetate as eluents, a
yellowish solid is obtained (70%); LC/MS: 530/532 (M+H)", m.p.: 224-227°C.

Example 6: Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-

carbonyll-amino}-1H-indazole-7-carboxylic acid methylamide:

N Cl
P
N N"\
O g CF3
N NH
A
( CH,
N—-NH O

This compound is prepared as described in step d in example 1 with 7-[2-(3-chloro-pyridin-2-
yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl]-1H-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalen-



P.3 A NN OCF3 NH ISkli,....,CH3 \I N-NHOCH3 step d exanple 3
203-205C LC/ Ms: 492/ 494 (MkH) P4 CI NN 240-242C LC Ms: 504/ 506 ( M+H)
NH 101r,  wd 2000932 WO 2007/ 093402PCT/ EP2007/ 001283 pc@2Rr2007/001283
Conmpound No.

- 45 -

8-one as starting material and 2 equivalents of methylamine (40% in water). After overnight
reaction at ambient temperature, the mixture is evaporated and submitted to column
chromatography purification with hexanes and ethyl acetate as eluents. A slightly beige solid
Is obtained (96%}); LC/MS: 464/466 (M+H)*, m.p.: 190-192°C.

Example 7: Preparation of 6-{[2-(3-chioro-pyridin-2-y))-5-trifluoromethyl-2H-pvrazole-3-
carbonyl}-amino}-1H-indazole-7-carboxylic acid (1.1-dimethyl-2-methyisultanyl-ethyl)-amide:

NH
H
N -GH,4
L]
<©;r on

N-NH OHC

To a mixture of 200 mg (0.46 mmol}) of 7-[2-(3-chloro-pyridin-2-yl)-5-trifluioromethyl-2H-
pyrazole-3-carbonyl]-1H-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalen-9-one in 4 mL of
anhydrous tetrahydrofuran is added 110 mg (0.92 mmol) of 1,1-dimethyl-2-methylsuifanyl-
ethylamine. The mixture is stirred overnight at ambient temperature, then 3 days at 50°C.
Then 55 mg (0.46 mmol) of the amine is added again and the mixture is stirred overnight at
65°C. After column chromatography purification on silica gel with hexanes and ethyl acetate,
a slightly beige solid (169 mg, 0.31 mmol, 66%) are obtained after evaporation; LC/MS:
552/554 (M+H)*, m.p.; 100-105°C. '

Example 8: Preparation of 6-{[2-(3-chloro-pyridin-2-v))-5-trifluoromethyl-2H-pyrazole-3-

carbonyl]-aming}-1H-indazole-7-carboxylic acid (2-methanesulfinyl-1,1-dimethyl-ethy)-amide

cl
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To a mixture of 144 mg (0.26 mmol) of 6-{[2-(3-chloro-pyridin-2-yi)-5-trifluoromethyl-2H-
pyrazole-3-carbonyl]-amino}-1H-indazole-7-carboxylic acid (1,1-dimethyi-2-methylsulfanyi-
ethyl)-amide, prepared in example 7 in 2.88 mL of methylene chloride at 0°C is added
dropwise 64 mg (0.26 mmol) of m-chloroperbenzoic acid dissolved in 0.5 mL of methylene
chloride. The mixture is stirred and let warm-up to ambient temperature within 1 hour. The
reaction is quenched by the addition of an aqueous saturated sodium carbonate solution.
The product is extracted with ethyl acetate (3 times) and the combined organic extracts are
dried on Na,S0,, filtrated and evaporated. After a flash chromatography with hexanes and
ethyl acetate as eluents, 111 mg (0.17 mmol, 75%) of a white solid are obtained; LC/MS:
568/570 (M+H)".

Example 9: Preparation of 6-{[2-({3-chloro-pyridin-2-vI)-5-triflucromethyl-2H-pyrazole-3-
carbonvil-aminol}-1H-indazole-7-carboxylic acid (2-methanesulfonyl-1,1-dimethyl-ethyl)-

amida;

X,
P
N° N7 N
o w~. ~CF,

NH ﬂ
H CH
N <

N"' NH O ch

See example 8 for the preparation of this compound using 6-{[2-(3-chloro-pyridin-2-yl)-5-
trifluoromethyl-2H-pyrazole-3-carbonyl]-amino}-1H-indazole-7-carboxylic acid {1,1-dimethyl-
2-methylsulfanyl-ethyl)-amide, prepared as in example 7, as starting material and 2
equivalents of m-chloroperbenzoic acid. After 30 minutes of stirring at ambient temperature
under nitrogen, the reaction is quenched as described previously. After flash
chromatography on silica gel with hexanes and ethyl acetate as eluents, a yellowish solid is

cbtained (67%); LC/MS: 584/586 (M+H)".

Example 10: Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-yi}-5-trifluoromethyl-2H-

razole-3-carbonyl ino}-1H-indazole-7-carboxylic acid isopro
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a) Preparation of 6-amino-1H-indazole-7-carboxylic acid methy! ester

@NHZ
CO,CH
\ 23

N—NH

This compound is prepared as described in Angew. Chem. Int. Ed. Engl., 1981, 20, 882
using 6-dihydro-pyrrolo[2,3-glindazole-7,8-dione, prepared in step a example 3, as starting
material; LC/MS: 192/193 (M+H)".

b) Preparation of 6-amino-5-chloro-1H-indazole-7-carboxylic acid methyl ester

NH

2

< CO,CH;,
N—NH

To a mixture of 1.66 g {8.71 mmol) of 6-amino-1H-indazole-7-carboxylic acid methyl ester in
17 mL of N,N-dimethylformamide, is added 1.21 g (8.71 mmo!) of N-chlorosuccinimide. The
mixture is stirred during 4 hours at 50°C and then the solvent is evaporated. The residue is
precipitated in ethyl acetate and after filtration and waéhings with ethyl acetate, 927 mg of a
pure white solid are obtained. The filtrate is evaporated and submitted to a flash
chromatography which gives an additional 723 mg of the compound. in totality, 1.65 g (84%)
of a product are obtained as a white solid; LC/MS: 226/228 (M+H)".

¢) Preparation of 6-amino-5-chloro-1H-indazole-7-carboxylic acid

f <x,—NH,
~7# ~COH
\

N—NH

See step b example 1 for the preparation of this compound using 6-amino-5-chloro-1H-
indazole-7-carboxylic acid methyl ester as starting material. The reaction is stirred 6 hours at
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50°C. Then after evaporation, the residue is dissolved in a minimum of water and the pH of
the mixture is adjusted to 2 with an aqueous solution of HCI 1N. The white precipitate, which
is formed is filtrated and washed with a minimum of water. A white solid is obtained (96%);
LC/MS: 212/214 (M+H)".

d} Preparation of 5-chloro-7-{2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-
carbonyl]-1H-8-oxa-1,2,6-triaza-cyclopenta[ajnaphthalen-9-cne

I x Ci
P
| N N"r\{
N\|/l“\"-)”CF3
-
o
A\
N—NH O

See step ¢ example 1 with 6-amino-5-chloro-1H-indazole-7-carboxylic acid as starting
material. After overnight reaction at ambient temperature, work-up and a column
chromatography purification on silica gel with hexanes and ethyl acetate as eluents affords
the product (39%) as a yellowish solid; LC/MS: 467/469 (M+H)*.

e) Preparation of 5-chloro-6-([2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-
carbonyi]-amino}-1H-indazole-7-carboxylic acid isopropylamide

N-NH O CH,

See step d example 1 with 5-chioro-7-[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-
3-carbonyl]-1H-8-oxa-1,2,6-triaza-cyclopentalalnaphthalen-9-one as starting material. After
overnight reaction and flash coclumn chromatography purification a slightly beige solid is
obtained (44%); LC/MS: 526/528 (M+H)*, m.p.: 245-247°C.
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Example 11: Preparation of 5-chloro-6-{[2-{3-chloro-pyridin-2-yD-5-trifluoromethvl-2H-
pyrazole-3-carbonyll-amino}-1H-indazole-7-carboxvlic acid cvclopropyimethyl-amide:

o Cl
X
| NN
[0@\
NH
H

»—CF,
N\/A

\
N—NH O

See example 2 with 5-chloro-7-[2-(3-chlora-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-
carbonyl]-1H-8-oxa-1,2,6-triaza-cyclopentalalnaphthalen-9-one as starting material with 2
equivalents of cyclopropanemethylamine and 1.5 equivalents of triethylamine. The reaction
is stirred over the night at ambient temperature and after a flash chromatography, a white
solid is obtained (43%); LC/MS: 538/540 (M+H)*, m.p. : > 250°C.

Example 12: Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-y|}-5-trifluoromethy!-2H-
pyrazole-3-carbonyl]-amino}-1H-indazole-7-carboxylic acid bicyclopropyl-1-ylamide:

\
N-NH O

This compound is prepared as described in step d example 1 with 5-chioro-7-[2-(3-chloro-

pyridin-2-yl)-5-triflucromethyl-2H-pyrazole-3-carbonylj-1H-8-oxa-1,2,6-triaza-
cyclopentala]naphthalen-9-one as starting material. The reaction is performed with 2
equivalents of bicyclopropyi-1-ylamine hydrochloride and triethylamine. After overnight
stirring at ambient temperature, 0.3 equivalents of amine and base are added and the
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mixture is stirred again overnight at 50°C. After work-up and flash chromatography, a white
solid is obtained (62%); LC/MS: 564/566 (M+H)”, m.p.: > 250°C.

Example 13: Preparation of §-chloro-6-{[2-(3-chloro-pyridin-2-vl)-5-triflucromethyl-2H-

razole-3-carbonyl ino}-1H-indazole-7-carboxylic acid (1,1-dimethyl-2-methylsulfanyl-
ethyl}-amide:
o Cl
P
N N~
O

7(\8

-NH O H,C H,

This compound is prepared as in example 7 with 5-chloro-7-[2-(3-chloro-pyridin-2-yl)-5-
trifluoromethyl-2H-pyrazole-3-carbonyl]-1H-8-oxa-1,2,6-triaza-cyclopentaja]naphthalen-9-
one, prepared in step d in example 10, as starting material and 2.5 equivalents of 1,1-
dimethyl-2-methylsulfanyl-ethylamine. The reaction is stirred during 2 days at 65°C and then
1 more equivalent of amine is added. The reaction is stirred for a further 2 days at 65°C.
After work-up and flash chromatography purification, a yellowish solid is obtained (56%});
LC/MS: 586/588 (M+H)", m.p.: 100-105°C,

Example 14: Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-yI)-5-trifluoromethyl-2H-
pyrazole-3-carbonyl]-aminol-1H-indazole-7-carboxylic acid (2-methanesulfinyl-1,1-dimethyl-

ethyl}-amide:

D
O A/ CFs
1
NH
H
N s CH;,
CH, 0
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See example 8 for the preparation of this compound starting from 5-chloro-6-{[2-(3-chloro-
pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl}-amino}-1H-indazole-7-carboxylic acid
{1,1-dimethyl-2-methylsulfanyl-ethyl)-amide, prepared in example 13. After 1 hour of
reaction, work-up as described before and column chromatography purification, a yellowish
solid is obtained (80%); LC/MS: 602/604 (M+H)", 624/626 (M+Na)*.

Example 15: Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-yi)-5-trifluoromethyl-2H-

pyrazole-3-carbonyl]-amino}-1H-indazole-7-carboxvlic acid (2-methanesulfonyi-1.1-dimethvi-

ethyl)-amide:
X cl
'N/ NN,
Ioﬁ)\\)‘ CFy
NH
0~ oom
l\\J_NH o CH,~0

This compound is prepared as described in example ¢ with 5-chloro-6-{[2-(3-chloro-pyridin-
2-yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl]-amino}-1H-indazole-7-carboxylic acid (1,1-
dimethyl-2-methylsuifanyl-ethyl)-amide as starting material, prepared in example 13, with 2
equivalents of m-chloroperbenzoic acid. After 30 minutes of stirring at ambient temperature
under nitrogen, the reaction is quenched as described previously. After flash
chromatography on silica gel with hexanes and ethy! acetate as eluents, a yellowish solid is
obtained (57%); LC/MS: 640/642 (M+Na)*, m.p.: 173-176°C.

Example 16: Preparation of 5-bromo-6-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-
pyrazole-3-carbonyl]-amino}-1H-indazole-7-carboxylic acid isopropylamide:

a) Preparation of 6-amino-5-bromo-1H-indazole-7-carboxylic acid methyl ester
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NH

2

g CO,CH,
N—NH

To a mixture of 3,4 g (17.78 mmol} of 6-amino-1H-indazole-7-carboxylic acid methyl ester,
prepared as in step a in example 10, in 34 mL of N,N-dimethylformamide is added 3.16 g
(17.78 mmol} of N-bromosuccinimida. The reaction is stirred at ambient temperature 4
hours. After concentration in vacuo the residue is triturated in ethyl acetate and after filtration
3.38 g of a brownish solid are obtained. The filtrate is evaporated and submitted to column
chromatography purification on silica gel with hexanes and ethy! acetate as eluents to afford
563 mg of a white solid. In totality 3.95 g (82%) of a product are obtained; LC/MS: 270/272

(M+H)".

b) Preparation of 6-amino-5-bromo-1H-indazole-7-carboxylic acid

See step b example 1 for the preparation of this compound with 6-amino-5-bromo-1H-
indazole-7-carboxylic acid methyl ester as starting material. After overnight reaction at 50°C,
the solvent is evapcrated and the product is precipitated with an agueous solution of HCI 1N.
The solid obtained is filtered and washed with a minimum of water. The crude white solid
obtained is used directly in the next step; LC-MS: 256/258 (M+H)".

¢) Preparation of 5-bromo-7-[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyi-2H-pyrazole-3-
carbonyl]-1H-8-oxa-1 ,2,6-tria}za-cyclopenta[a]naphthalen-Q-one
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See step ¢ in example 1 for the preparation of this compound with 6-amino-5-bromo-1H-
indazole-7-carboxylic acid as starting material. The reaction is stitred for 30 minutes at 0°C
and then overnight at ambient temperature. After concentration in vacuo, the residue is
precipitated with a minimum of water and filtrated. Column chromatography purification on
silica gel with hexanes and ethyl acetate as eluents affords the product (51%) as a yellow
solid; LC/MS: 511/513 (M+H)".

d) Preparation of 5-bromo-6-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-
carbonyl]-amino}-1H-indazole-7-carboxylic acid isopropylamide

This compound is prepared as described in step d in example 1 with 5-bromo-7-[2-(3-chloro-
pyridin-2-yl)-5-triflucromethyl-2H-pyrazole-3-carbonyl}-1H-8-oxa-1,2,6-triaza-
cyclopentafa]naphthalen-8-one as starting material. The reaction is performed with 3
equivalents of isopropylamine and the reaction mixture is stirred at ambient temperature
overnight. After column chromatography purification, a white solid is obtained (57%); LC/MS:

570/572-(M+H)", m:p-189-190°C:

Example 17: Preparation of 5-bromo-8-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-

pyrazole-3-carbonyl}-amino}-1H-indazole-7-carboxvlic acid methylamide:
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This compound is prepared as described in step d in example 1 with 5-bromo-7-[2-(3-chloro-
pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl}- 1H-8-oxa-1,2,6-triaza-
cyclopentala]naphthalen-9-one as starting material and 3 equivalents of an aqueocus solution
of methylamine (40%). After overnight reaction at ambient temperature and purification by
column chromatography on silica gel with hexanes and ethyl acetate as eluents, a white solid
is obtained (59%); LC/MS: 564/566 (M+Na)*, m.p: > 255°C.

-5-trifluoromethyl-2H-
pyrazole-3-carbonyll-amino}-1H-indazole-7-carboxylic acid bicvclopropyl-1-ylamide:

O
LA
N~ NN

o) . CF.
Br ?

Example 18: Preparation of 5-bromo-6-

NH
H
NKA

This compound is prepared as described in step d of example 1 with 5-bromo-7-[2-(3-chloro-

\
N-NH ©

pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl]-1H-8-oxa-1,2,6-triaza-
cyclopenta[a)naphthalen-9-one as starting material, 3 equivalents of bicyclopropyl-1-ylamine
hydrochloride and 3 equivalents of triethylamine. After overnight reaction at ambient

temperature, the mixture is warmed at 50°C and stirred again during overnight, then 2
equivalents of amine and triethylamine are added and the reaction is stirred at 50°C during
24 hours. After flash chromatography purification, a yellowish solid is obtained (53%);
LC/MS: 608/610 (M+H)*, m.p.: 212-214°C.
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Example 19: Preparation of 5-bromo-6-{[2-(3-chloro-pyridin-2-yl}-5-trifluoromethyi-2H-
pyrazole-3-carbonyl]-amino}-1H-indazole-7-carboxylic acid cyclopropylmethyl-amide:

N-NH O

See example 2 for the preparation of this compound with 5-bromo-7-[2-(3-chloro-pyridin-2-
yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl]-1H-8-oxa-1,2,6-triaza-cyclopentala]naphthalen-
9-one as starting material and 3 equivalents of cyclopropanemethylamine. After overnight
reaction at ambient temperature and flash chromatography with hexanes and ethyl acetate
as eluents, a yellowish solid is obtained (72%); LC/MS: 582/584 (M+H)*, m.p.:144-150°C,

Example 20: Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyi-2H-pyrazole-3-
carbonyll-amino}-2,7-dimethyl-quinoline-5-carboxylic acid isopropylamide:

X Cl
L
N N— N\
(9] x/ CF;
H,
NH
H
N.. _CH
N/ 3
| b
x 0 CH,

H,C

1.70 g (3.53 mMol) N-(4-amino-2-methyl-6-(((1-methylethyl)amino)carbonyl}phenyl)-1-(3-
chioro-2-pyridinyl)-3-(trifluoromethyl}-1 H-pyrazole-5-carboxamide (known from WO

03/016284) and 41 mg (0.18 mmol) benzyltriethylammonium chloride in 35 mL conc. HC!
and 35 mL toluene are vigorously stirred at 60°C. Then 0.58 mL (7 mmol) crotonaldehyde is
added and the reaction mixture is stirred under reflux during 1 hour. The mixture is then
cooled to ambient temperature, diluted with 10 mL ethyl acetate/tetrahydrofuran (1:1, v/v)
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and neutralised with an aqueous solution of concentrated ammonia. The organic phase is
extracted and washed once with brine, then dried on Na,SO,, filtrated and evaporated. After
column chromatography purification on silica gel with dichloromethane/tetrahydrofuran (3:1)
as eluents, the compound is recrystallised from tetrahydrofuran/hexane to afford a colourless
solid; LC/MS: 531/533 (M+H)", m.p.: > 240°C.

Example 21: Preparation of 6-{(2-(3-chloro-pyridin-2-yl}-6-triflucromethyl-2H-pyrazole-3-

To 530 mg (1.0 mmol) 6-{{2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl]-
amino}-2,7-dimethyl-quinoline-5-carboxylic acid isopropylamide prepared in example 20 in
25 mL dichloroethane, is added 380 mg (4.0 mMal) urea hydrogen peroxide addition
compound and 0.31 mL trifluoroacetic acid. The mixture is stirred at 40°C during 72 hours.
After evaporation of the solvent, ethyl acetate is added and the mixture is washed with brine,
dried and the solvent evaporated. Filtration of the residue over silica gel (eluent:
tetrahydrofuran/hexane = 2:1) gives a colourless solid, which is recrystallised from
dichloromethane/hexane; LC/MS: 547/549 (M+H)*, m.p.:>230°C.

Example 22: Preparation of 6-{[2-(3-chloro-pyridin-2-yh)-5-trifluoromethyl-2H-pyrazole-3-

carbonyll-amino}-2,7-dimethvyl-quinoline-5-carboxylic acid methylamide:
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See example 20 for the preparation of this compound from N-(4-amino-2-methyl-8-(((1-
methyl)amino)carbonyl)phenyl)-1-(3-chloro-2-pyridinyl)-3-(triflucromethyl)-1 H-pyrazole-5-
carboxamide. After chromatography on silica gel (eluent: tetrahydrofuranfhexane = 1:1) a

colourless solid is obtained; m.p.: >134°C.

Example 23: Preparation of 6-{[2-(3-chloro-pyridin-2-yl}-5-trifluoromethyl-2H-pyrazole-3-
carbonylj-amino}-2, 7-dimethyl-guinoline-5-carboxvlic acid ethylamide:

See example 20 for the preparation of this compound from N-(4-amino-2-methyl-6-(({1-
ethyl)amino)carbonyl)phenyl)-ﬁ-(3-chloro-2-pyridinyl)-3-(trifluoromethyl)-1 H-pyrazole-5-
carboxamide. After chromatography on silica gel (eluent: THF/hexane = 1:1) a colourless
solid is obtained; LC/MS: §17/519 (M+H)*, m.p.: >230°C.

Example 24" Preparation of 6={[2=(3=chloro-pyridin-2-y})-5-triflucromethyl-2H-pyrazole-3-
carbonyll-amino}-3-ethyl-7-methyl-2-propyl-quinoline-5-carboxylic acid isopropylamide:
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CH,

0.48 g (1.0 mMol) N-(4-amino-2-methyl-6-(((1-methylethyl)amino)carbonyl)pheny!)-1-(3-
chloro-2-pyridinyl)-3-(trifluoromethyl}-1 H-pyrazole-5-carboxamide (known from WO
03/016284), 0.27 mL (3.0 mMol) butyraldehyde and 31 mg (0.05 mMol) ytterbium(ll1)
trifluoromethanesulfonate in 20 mL dimethylsulfoxide are stirred at 100°C during 24 hours.
After cooling the mixture is diluted with ethy] acetate, washed with brine, dried and the
solvent evaporated. Chromatography of the residue on silica gel (eluent: ethyl
acetate/hexane = 1:1) gives a colourless solid, which is recrystallised from
dichloromethane/hexane; LC/MS: 587/589 (M+H)* , m.p. 213-220°C.

Example 25: Preparation of 6-{[2-(3-chloro-pyridin-2-yl}-5-trifluoromethyl-2H-pyrazole-3-

carbonyl}-aming}-5-cyano-1H-indazole-7-carboxylic acid isopropylamide:

a) Preparation of 6-amino-5-cyano-1H-indazole-7-carboxylic acid methyl ester

To-a solution_of_500-mg_(1..85-mmol)-of_-6-amino-5-bromo-1H-indazole-7-carboxylic-acid

methyl ester, prepared as in step a in example 16, in 10 mL of N,N-dimethylformamide under
an atmosphere of argon is added 135 mg (1.15 mmol) of zinc cyanide and 206 mg (0.185
mmol) of tetrakis{triphenylphsophine)palladium. The reaction mixture is stirred in a
microwave oven at 180 °C for 5 minutes. Then, a 1:1 v/v mixture of ethyl acetate and tert-
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butylmethyl ether and brine are added to the reaction and the phases are separated. The
aqueous layer is extracted with tert-butylmethylether. The organic extracts are washed twice
with brine, dried over MgSQO, and concentrated in vacuo. The residue is purified by flash
chromatography (SiO,, hexane / ethyl acetate 2 : 1 to 1 : 1, gradient) to afford 380 mg of
product (94%) as a yellowish solid; LC/MS: 217/218 (M+H)".

b} Preparation of 6-amino-5-cyano-1H-indazole-7-carboxylic acid

NH,

COH
\\
N—NH

See step b example 1 for the preparation of this compound with 6-amino-5-cyano-1H-
indazole-7-carboxylic acid methyl ester as starting material. After 5 hours of reaction time at
ambient temperature, the solvents are evaporated and water is added to the residue. The
product is precipitated at pH 3 by addition of 1N aqueous HCI, fiitrated, washed with a
minimum of water and dried by azeotropic distillation with toluene. The yellowish solid (90%)
obtained is used directly in the next step; LC/MS: 203 (M+H)".

¢} Preparation of 7-[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazol-3-yl]-9-oxo-1,9-
dihydro-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalene-5-carbonitrile

Cr
N
SN
N\/&‘\)—\CFG
<

0

\
N—NH ©

See step ¢ in example 1 for the preparation of this compound with 6-amino-5-cyano-1H-
indazole-7-carboxylic acid as starting material. The reaction mixture is stirred at 50°C for 16
hours and then concentrated in vacuo. The solid residue is triturated with a minimum of
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water and filtrated. The yellow solid isolated is dried and engaged in the next step; LC/MS:
458/460 (M+H)".

d) Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-triflucromethyl-2H-pyrazole-3-carbonyl]-
amino}-5-cyano-1H-indazole-7-carboxylic acid isopropylamide

To a mixture of 600 mg of the above 7-[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazol-
3-yl]-9-oxo-1,9-dihydro-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalene-5-carbonitrile in 5 mL of
acetonitrile / water (4 : 1, v/v) is added 1.1 mL (12.9 mmol) of isopropylamine. The reaction
mixture is stirred during 4 hours at ambient temperature and then concentrated in vacuo.
After purification by flash chromatography (SiO,, hexanes / ethyl acetate 4 : 1), 250 mg
(38%) of a white solid are obtained; LC/MS: 518/520 (M+H)".

Example 26: Preparation of 6-{[2-(3-chloro-pyridin-2-yl}-5-trifluoromethyl-2H-pyrazole-3-

carbonvll-amino}-5-cvano-1H-indazole-7-carboxylic acid bicyclopropvl-1-vlamide:

O
lN/ N~
A\

NH
H
N
{ \SA

N—NH—O0

To a solution of 500 mg of the above 7-[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-
pyrazol-3-yl]-3-oxo-1,9-dihydro-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalene-5-carbonitrile in
8 mL of N,N-dimethylformamide is added 218 mg (1.63 mmol} of bicyclopropyi-1-ylamine
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hydrochloride and 303 uL (2.18 mmol) of triethylamine. The reaction is stitred at 60 °C for 24
hours and then concentrated in vacuo. The residue is taken-up with water and ethyl acetate.
The phases are separated and the aqueous layer is washed with ethy! acetate. The
combined organic layers are washed several times with brine, dried over MgS0, and
concentrated in vacuo. Purification of the residue by flash chromatography (SiO,, hexanes /
ethyl acetate 3 . 9) affords 76 mg (12% over two steps) of the product as white solid; LC/MS:
555/557 (M+H)".

Example 27: Preparation of 6-{[2-(3-chloro-pyridin-2-yl}-5-methoxy-2H-pyrazole-3-carbonvl]-
amino}-5-methyl-1H-indazole-7-carboxylic acid isopropylamide:

a) Preparation of 6-amino-5-methyl-1H-indazole-7-carboxylic acid methyl ester

CH,

NH,

CO,CH,

\
N—NH

To a solution of 500 mg (1.85 mmol) of 6-amino-5-bromo-1H-indazole-7-carboxylic acid
methyl ester, prepared as in step a in example 18, in 10 mL of dioxane under an atmosphere
of argon is added 767 mg (5.55 mmol) of K;CO3, 106 mg (0.09 mmol) of
tetrakis(triphenylphsophine)palladium and 232 mg (1.85 mmol) of trimethylboroxine. The
reaction mixture is stirred in a microwave oven at 180 °C for 5 minutes. After filtration over
Celite and concentration in vacuo, the residue is purified sequentially by flash
chromatography (SiO,, hexanes / ethyl acetate 6 : 4) and reverse phase chromatography to
afford 163 mg of product (43% over two steps) as a pale yellowish solid; LC/MS: 206/207
(M+H)".

b} Preparation of 6-amino-5-methyl-1H-indazole-7-carboxylic acid

CHG
NH,
CO,H
N—NH
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See step b example 1 for the preparation of this compound with 6-amino-5-methyl-1H-
indazole-7-carboxylic acid methyl ester as starting material. After 24 h of reaction time at
ambient temperature, the solvents are evaporated and water is added to the residue. The
product is precipitated at pH 3 by addition of 1N aqueous HCI, filtrated, washed with a
minimum of water and dried by azeotropic distillation with toluene. The yellowish solid (91%)
obtained is used directly in the next step; LC/MS: 5192/193 (M+H)".

¢) Preparation of 7-[2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazol-3-yl]-5-methyl-1H-8-oxa-
1,2,6-triaza-cyclopenta[alnaphthalen-9-one

s Cl
P
cH, N~ NN
3 )\ o
N = A
\ﬁ)\)‘ CH,
o)
\
N—-NH O

See step ¢ in example 1 for the preparation of this compound with 6-amino-5-methyl-1H-
indézole-?—carboxyiic acid as starting material. The reaction mixture is stirred at ambient
temperature for 16 hours and then concentrated in vacuo. The solid residue is triturated with
a minimum of water and filtrated. The yellowish solid isolated is dried and engaged in the
next step; LC/MS: 409/411 (M+H)".

d) Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazole-3-carbonyl]-amino}-5-
methyl-1H-indazole-7-carboxylic acid isopropylamide

™ Cl
»
N N~ \
O A/ Q
GHS_ CH,
NH
H
N CH,
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To a mixture of 500 mg of the above 7-[2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazol-3-yl]-
5-methyl-1H-8-oxa-1,2,6-triaza-cyclopentala]naphthalen-9-one in 10 mL of 4 : 1 (v/v) mixture
of acetonitrile / water is added 1.0 mL (12.2 mmol) of isopropylamine. The reaction mixture is
stirred during 1 hour at ambient temperature and for 2.5 hours at 60 °C and then
concentrated in vacuo. The residue is taken-up with brine and fert-butylmethylether. The
phases are separated and the aqueous layer is washed with tert-butylmethylether. The
combined organic layers are washed with brine, dried over MgSQ, and concentrated in
vacuo, Purification of the residue by flash chromatography (SiO,, hexanes / ethyl acetate 3 :
7) affords 118 mg (19% over two steps) of the product as white solid; LC/MS: 468/470
(M+H)*", m.p.: 148-151°C.

Example 28: Preparation of 6-{{2-(3-chlore-pyridin-2-y1)-5-methoxy-2H-pyrazole-3-carbonyl]-

amino}-5-methyl-1H-indazole-7-carboxylic acid bicyclopropyl-1-vlamide:

c

\
N—-NH O

To a solution of 500 mg of the ahove 7-[2-(3-chloro-pyridin-2-yi)-5-methoxy-2H-pyrazol-3-yl}-
5-methyl-1H-8-oxa-1,2,6-triaza-cyclopentaa]naphthalen-9-one in 8 mlL of N,N-
dimethylformamide is added 244 mg (1.83 mmol) of bicyclopropyl-1-ylamine hydrochloride
and 340 pL (2.44 mmol) of triethylamine. The reaction is stirred at 70 °C for 16 hours and
then concentrated in vacuo. The residue is taken-up with water and ethyl acetate. The
phases are separated and the aqueous layer is washed with ethyl acetate. The combined
organic layers are washed several times with brine, dried over MgSO, and concentrated in
vacuo. Purification of the residue by flash chromategraphy (SiO,, hexanes / ethyl acetate 3 :

7} affords 90 mg (15% over two steps) of product as a pale yellowish solid; LC/MS: 506/508
(M+H)*, m.p.: 150-154°C.

Example 29: Preparation of 6-{[2-(3-chloro-pyridin-2-y}-5-(2, 2. 2-trifluoro-ethoxy}-2H-
lamide:

razole-3-carbonyl

-5-methyl-1H-indazole-7-carboxylic acid isopro
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a) Preparation of 7-[2-(3-chloro-pyridin-2-yl)-5-(2,2,2-trifluoro-ethoxy)-2H-pyrazol-3-yl]-5-
methyl-1H-8-oxa-1,2,6-triaza-cyclopentala]naphthalen-9-cne

CC
CH N NN
3 A o
=
N\ﬁ/‘\)R \"‘CFa

o

N-NH O

To a suspension of 500 mg (2.61 mmol) of 6-amino-5-methyl-1H-indazole-7-carboxylic acid
in 20 mL of anhydrous tetrahydrofuran is added 790 mg {2.61 mmol) of 2-(3-chloro-pyridin-2-
yi)-5-(2,2,2-trifluoro-ethoxy)-2H-pyrazole-3-carboxylic acid followed by 945 pL (11.7 mmol) of
pyridine. The mixture is stirred at ambient temperature during 30 minutes. Then the
suspension is cooled to 0°C and 708 pL (9.1 mmol) of methanesulfonyt chloride are added
dropwise, The mixture is stirred at 50°C for 16 hours. Then the solvent is evaporated and the
residue is triturated with a minimum of cold water. The precipitate, which is formed is filtrated
and washed with cold water. The pale yellowish product obtained (1.0 g) is engaged in the
next step: LC/MS: 477/479 (M+H)".

b) Preparation of 8-{[2-(3-chloro-pyridin-2-yl)-5-(2, 2,2-trifluoro-ethoxy)-2H-pyrazole-3-
carbonyl]-amino}-5-methyl-{ H-indazole-7-carboxylic acid isopropylamide

N _cH
3
4 Y
N=NH—0—CH;

To a suspension of 500 mg of the above 7-[2-(3-chloro-pyridin-2-yl}-5-(2,2,2-trifluoro-
ethoxy}-2H-pyrazol-3-yl]-5-methyl-1H-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalen-9-one in 10
mi. of acetonitrile / water (4 : 1, v/v} is added 885 pL (10.4 mmol) of isopropylamine. The
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reaction mixture is stirred for 16 hours at ambient temperature and then concentrated in
vacuo. The residue is taken-up with brine and ethyl acetate. The phases are separated and
the aqueous layer is washed with ethyl acetate. The combined organic layers are washed
with brine, dried over MgSO, and concentrated in vacuo. Purification of the residue by flash
chromatography (SiO., hexane / ethyl acelate 4 : 6) affords 60 mg (10% over two steps) of
the product as a white solid; LC/MS: 536/538 (M+H)*, m.p.: 247-250°C.

Exarnple 30: §-{[2-(3-chloro-pyridin-2-y-5-(2, 2 2-trifluoro-ethoxy}-2H-pyrazole-3-carbonyl]-

aminol-5-methyl-1H-indazole-7-carboxylic acid bicyclopropyl-1-vlamide:

Ci

\
N-NH O

See example 28 for the preparation of this compound with 7-[2-(3-chloro-pyridin-2-yl}-5-
(2,2,2-trifluoro-ethoxy)-2H-pyrazol-3-yl}-5-methyl-1H-8-oxa-1,2,6-triaza-
cyclopentala]naphthalen-9-one as the starting material. The reaction is stirred at 60 °C for
24 hours and then concentrated in vacuo. The residue is taken-up with water and ethyl
acetate. The phases are separated and the aqueous layer is washed with ethyl acetate. The
combined organic layers are washed several times with brine, dried over MgSQ, and
concentrated in vacuo. Purification of the residue by flash chromatography (SiOz, hexane /
ethyl acetate 3 : 7) affords 75 mg (10% over two steps) of the product as a white solid;
LC/MS: 574/576 (M+H)*, m.p.: 240-242°C.

Example 31; Preparation of 6-{[5-bromo-2-(3-chloro-pyridin-2-vl)-2H-pyrazole-3-carbonyl]-

tic acid isopropylamide:

-5-methyl-1H-indazole-7-carbo

amino

a) Preparation of 7-[5-bromo-2-(3-chloro-pyridin-2-yl}-2H-pyrazol-3-yl]-5-methyl-1H-8-oxa-

1,2,6-triaza-cyclopentaa]naphthalen-9-cne
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To a suspension of 700 mg (3.66 mmol) of 6-amino-5-methyl-1H-indazole-7-carboxylic acid
in 26 mL of anhydrous acetonitrile is added 1.11 g (3.66 mmol) of 5-bromo-2-(3-chloro-
pyridin-2-yl)-2H-pyrazole-3-carboxylic acid followed by 1.3 mL (16.2 mmol) of pyridine. The
mixture is stirred at ambient temperature during 30 minutes. Then the suspension is cooled
to 0°C and 1.0 mL (12.9 mmol) of methanesulionyl chloride is added drop wise. The mixture
is stirred at ambient temperature for 16 hours. Then the solvent is evaporated and the
residue is triturated with a minimum of cold water. The precipitate, which is formed is
filtrated, washed with cold water and dried. The pale yellowish product obtained (1.6 g) is
engaged in the next step; LC/MS: 459/461 (M+H)".

b) Preparation of 6-{[5-bromo-2-(3-chloro-pyridin-2-yl)-2H-pyrazcle-3-carbonyl}-amino}-5-
rmethyl-1H-indazole-7-carboxylic acid isopropylamide
Cl

N N“'\{
O Sy B!‘

H,

N_c
{ hd

N-NH O CH,

To a suspension of 600 mg of the above 7-[5-bromo-2-(3-chloro-pyridin-2-yl}-2H-pyrazol-3-
yl]-5-methyl-1H-8-0xa-1,2,6-triaza-cyclopenta[ajnaphthalen-9-one in 10 mL of acetonitrile /
water (4 : 1, v/v) is added 1.11 mL (13.1 mmol} of isopropylamine. The reaction mixture is

stirred for 9 hours at ambient temperature and then cencentrated ji7 vacuo. The residue is
taken-up with brine and ethyl acetate. The phases are separated and the aqueous layer is
washed with ethyl acetate. The combined organic layers are washed with brine, dried over
MgSO0O, and concentrated in vacuo. Purification of the residue by flash chromatography
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(SiO,, hexane / ethyl acetate 1 : 2) affords 110 mg (16% over two steps) of the product as a
white solid; [LC/MS; 518/520 (M+H)*, m.p.: 163-166°C.

Example 32; Preparation of 6-{[5-bromo-2-(3-chloro-pyridin-2-vl)-2H-pyrazole-3-carbonyl]-

amino}-5-methyl-1H-indazole-7-carboxylic acid bicyclopro

\
N—-NH O

See example 28 for the preparation of this compound with 7-[5-bromo-2-(3-chloro-pyridin-2-
yl)-2H-pyrazol-3-yl]-5-methyl-1H-8-oxa-1,2,6-triaza-cyclopentala]naphthalen-9-one as the
starting material. The reaction is stirred at 50 °C for 27 hours and then concentrated in
vacuo. Purification of the residue by flash chromatography (SiO;, hexane / ethyl acetate 1 :
2) and crystaliisation in hexanes affords 20 mg (5% over two steps) of the preduct as a white
solid; LC/MS: 556/558 (M+H)*, m.p.: 170-173°C.

carbonvl] -amino}-5-methyl-1H-indazole-7-carboxylic acid isopropylamide:

a) Preparation of 7-[2-(3-chloro-pyridin-2-yl}-6-difluoromethyi-2H-pyrazol-3-yl]-5-methyl-1H-
8-oxa-1,2,6-triaza-cyclopentala]naphthalen-8-one
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To a suspension of 540 mg (2.82 mmol) of 6-amino-5-methyi-1H-indazole-7-carboxylic acid
in 20 ml. of anhydrous acetonitrile is added 771 mg (2.82 mmol) of 2-(3-chloro-pyridin-2-yl)-
5-difluoromethyl-2H-pyrazole-3-carboxylic acid foliowed by 1.02 mL (12.7 mmo!) of pyridine.
The mixture is stirred at ambient temperature during 30 minutes. Then the suspension is
cooled to 0°C and 766 pL (9.9 mmol) of methanesulfonyl chloride is added dropwise. The
mixture is stirred at 50°C for 16 hours. Then the solvent is evaporated and the residue is
triturated with a minimum of cold water. The precipitate, which is formed is filtrated, washed
with cold water and dried. The pale yellowish product obtained is engaged in the next step;
LC/MS: 429/431 (M+H)".

b) Preparation of 6-{[2-(3-chloro-pyridin-2-yi}-5-difluoromethyl-2H-pyrazole-3-carbonyl] -
amino}-56-methyl-1H-indazole-7-carboxylic acid isopropylamide

l x Cl
N N-'\{
0 o CHFa
CH:i
NH
H
N CH3

N-NH O CH,

To a suspension of 600 mg of the above 7-[2-(3-chloro-pyridin-2-yl)-5-difluoromethyl-2H-
pyrazol-3-yl]-5-methyl-1H-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalen-9-one in 10 mL of
acetonitrile / water (4 : 1, v/v), is added 1.2 mL (14.0 mmol) of isopropylamine. The reaction
mixture is stirred for 6 hours at ambient temperature and then concentrated in vacuo. The
residue is taken-up with brine and ethyl acetate. The phases are separated and the aqueous
layer is washed with ethyl acetate. The combined organic layers are washed with brine, dried
over MgS0, and concentrated in vacuo. Trituration of the residue in ethyl acetate affords
106 mg (15% over two steps) of the product as a pale yellowish solid; LC/MS: 488/490
{(M+H)*; m.p.: 250-253°C.

Example 34: Preparation of 6-{[2-(3-chloro-pyridin-2-y))-5-triflucromethyl-2H-pyrazole-3-
carbonyl]-amino}-5-ethynyl-1H-indazole-7-carboxylic acid isopropylamide:
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a) Preparation of 6-amino-5-trimethylisilanylethynyl-1H-indazole-7-carboxylic acid methyl
ester

To a solution of 1.5 g (5.6 mmol) of 6-amino-5-bromo-1H-indazole-7-carboxylic acid methyl
ester, prepared as in step a in example 18, in 3 mL of N,N-dimethylformamide under an
atmosphere of argon is added 785 plL (5.6 mmol) of trimethylisilylacetylene, 8.65 mL of
diethylamine (83.2 mmol), 194 mg (0.28 mmol} of dichlorobis(triphenylphosphine)paliadium |1
and 53 mg (0.28 mmol) of copper iodide. The reaction mixture is stirred in a microwave oven
at 150 °C for 5 minutes, filtrated over Celite (washing with ethyl actetate) and concentrated
in vacuo. The residue is purified by flash chromatography (SiO,, hexane / ethyl acetate 2 : 1)
to afford 970 mg of the product (61%) as a yellowish solid; LC/MS: 288/289 (M+H)".

b) Preparation of 6-amino-5-ethynyl-1H-indazole-7-carboxylic acid methyl ester

NH,

q CO,CH,
N—NH

- To a solution of 500 mg (1.74 mmol} of 6-amino-5-trimethylsilanylethynyl-1H-indazole-7-
carboxylic acid methyt ester in 17 mL of anhydrous tetrahydrofuran under an atmosphere of

argon-is-added-2:6-ml=-{2:6-mmol}-of-a-1-M-selution-tetrabutylamenium-flueride-in

tetrahydrofuran. The reaction mixture is stirred at ambient temperature for 2 hours. Water
and tert-butylmethylether are added and the two phases are separated. The aqueous layer is
extracted with ter-butylmethylether. The combined organic extracts are washed with brine,
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dried over MgSO, and concentrated in vacuo. The residue is suspended in hexanes.
Filtration affords 210 mg (56 %) of the product as a yellowish solid; LC/MS: 216/217 (M+H)".

¢} Preparation of 6-amino-5-ethynyl-1H-indazole-7-carboxylic acid

CO,H

To a solution of 200 mg (0.93 mmol) of 6-amino-5-ethynyl-1H-indazole-7-carboxylic acid
methyl ester in 4.2 mL of dioxane and 0.2 mL of methanol is added 2.3 mL (2.3 mmol) of a
1N aqueous solution of NaOH. The mixture is stirred for 5 hours at 50°C. The solvents are
evaporated and water is added to the residue. The product is precipitated at pH 4 by addition
of 1N aqueous HCI, filtrated, washed with a minimum of water and dried by azeotropic
distillation with toluene, The yellowish solid obtained is used directly in the next step; LC/MS:

202/203 (M+H)".

d) Preparation of 7-f2-(3-chloro-pyridin-2-yl}-5-trifluoromethyl-2H-pyrazol-3-yl]-5-ethynyl-1H-

B-oxa-1,2,6-triaza-cyclopenta[ajnaphthalen-9-one
|
[N

N-NH 0

Tora-suspension-of-200-mg-(0:99-mmol}-of-6=amino=5-ethynyl-tH=indazole-7-carboxylic-acid
in 7 mL of anhydrous acetonitrile is added 280 mg (0.99 mmol) of 2-(3-chloro-pyridin-2-yl)-5-
triluoromethyl-2H-pyrazole-3-carboxylic acid followed by 360 pL (4.5 mmol) of pyridine. The
mixture is stirred at ambient temperature during 30 minutes. Then the suspension is cooled
to 0°C and 270 ul (3.5 mmol) of methanesulfonyl chloride is added dropwise. The resulting
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mixture is stirred at armnbient temperature for 16 hours. Then the solvent is evaporated and
the residue is triturated with a minimum of cold water. The precipitate, which is formed is
filtrated and washed with cold water. The pale yellowish product obtained (426 mg) is
engaged in the next step; LC/MS: 457/459 (M+H)".

e) Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-trifiuoromethyl-2H-pyrazole-3-carbonyl]-
amino}-5-cyano-1H-indazole-7-carboxylic acid isopropylamide

—

N _/—c
H N-

Il o A

CF,

NH

H
NYCHS

\
N-NH O CH,

To a mixture of 426 mg of the above 7-[2-(3-chloro-pyridin-2-yl}-5-trifluoromethyl-2H-pyrazol-
3-yl]-5-ethynyl-1H-8-oxa-1,2,6-triaza-cyclopenta[alnaphthalen-9-one in 7 mL of-4 : 1 {v/v)
mixture of acetonitrile / water is added 0.79 mL {9.3 mmol) of isopropylamine. The reaction
mixture is stirred during 4 hours at ambient temperature and then concentrated in vacuo.
After purification by flash chromatography (SiO., hexane / ethyl acetate 4 : 1), 250 mg (38%)
of product are obtained as a yellow solid; LC/MS: 516/518 (M+H)"; m.p.: 226-223°C.

Example 35: Preparation of 6-{[2-{3-chloro-pyridin-2-y|)-5-trifluoromethyl-2H-pyrazole-3-
carbonyl]-amino}-5-ethynyl-1H-indazole-7-carboxylic acid bicyclopropyl-1-ylamide:

<_> Cl
S

-
Lo As>—CF

NH
H‘SA
N

\S
N—-NH O
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To a solution of 530 mg of the above 7-[2-(3-chloro-pyridin-2-yl)-5-trifiuoromethyl-2H-
pyrazol-3-yl]-5-ethynyi-1H-8-oxa-1,2,6-triaza-cyclopentalalnaphthalen-9-one in 10 mL of
N,N-dimethylformamide, is added 465 mg (3.48 mmol) of bicyclopropyl-1-ylamine
hydrochioride and 485 pL (3.48 mmol} of triethylamine.. The reaction is stirred at 50 °C for
16 hours and then concentrated in vacuo. Purification of the residue by flash
chromatography (SiOz, hexane / ethy! acetate 3 ; 7) affords 200 mg (31% over two steps) of
the product as white solid; LC/MS: 554/556 (M+H)*, m.p.: 246-248°C.,

Example 36: Preparation of 5-chloro-6-{[5-chloro-2-(3-chloro-pyridin-2-yl)-2H-pyrazofe-3-

-1H-indazole-7-carboxylic acid isopropylamide:

a) Preparation of 5-chloro-7-[5-chloro-2-(3-chloro-pyridin-2-yi)-2H-pyrazol-3-yi]-1H-8-oxa-
1,2,6-triaza-cyclopentaf{a]naphthalen-9-one

~ cl
r”

Cl N~ NN
S
=

o)
\
N—NH O

To a suspension of 1.00 g (4.58 mmol) of 6-amino-5-chloro-1H-indazole-7-carboxylic acid in
40 mL of anhydrous acetonitrile is added 1.18 g (4.58 mmol) of 5-chloro-2-(3-chloro-pyridin-
2-yl)- 2H-pyrazole-3-carboxylic acid followed by 1.7 mL (20.6 mmol) of pyridine. The mixture
is stirred at ambient temperature during 30 minutes. Then the suspension is cooled to 0°C
and 1.25 mL (16.0 mmol) of methanesulfonyl chloride is added dropwise. The mixture is
stirred at ambient temperature for 8 hours. Then the solvent is evaporated and the residue is
triturated with a minimum of cold water. The precipitate, which is formed is filtrated, washed
with cold water and dried, Purification by flash chromatography (SiO;, toluene / methylene
chloride / ethyl acetate 10 : 10 : 3} affords 910 mg (39%) of the product as a yellowish solid;

LC/MS: 433/435 (M+H)".

b) Preparation of 5-chloro-6-{[5-chloro-2-(3-chloro-pyridin-2-yl)-2H-pyrazole-3-carbonyl}-
amino}-1H-indazole-7-carboxylic acid isopropylamide
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To a suspension of 210 mg (0.40 mmoel) of the above 5-chloro-7-[5-chloro-2-(3-chloro-
pyridin-2-yl)-2H-pyrazol-3-yl]-1H-8-oxa-1,2,6-triaza-cyclopentala]naphthalen-8-one in 4.2 mL
of tetrahydrofuran is added 110 pul (1.3 mmol) of isopropylamine. The reaction mixture is
stirred for 4 hours at ambient temperature and then concentrated in vacuo. The residue is
Purification of the residue by reverse-phase chromatography affords 111 mg (52%) of the
product as a white solid; LC/MS: 514/516 (M+Na)".

Example 37: Preparation of 5-chloro-6-{f5-chloro-2-{3-chlorc-pyridin-2-yl)-2H-pyrazole-3-

carbonvi]-amino}-1H-indazole-7-carboxylic acid bicyclopropyl-1-vlamide:;

e
Lo
N

cl
o O

NH
H
“ﬁA

To a solution of 400 mg (0.78 mmol) of the above 5-chloro-7-[5-chloro-2-(3-chloro-pyridin-2-

\Y
N~NH O

yl)-2H-pyrazol-3-yl]-1H-8-oxa-1,2,6-triaza-cyclopenta[ajnaphthalen-9-one in 8 mL of N,N-
dimethylformamide is added 262 mg (1.96 mmol) of bicyclopropyl-1-ylamine hydrochloride
and 273 ul. (1.96 mmol) of triethylamine. The reaction is stirred at 50 °C for 16 hours and

then concentrated in vacuo. The residue is taken-up with water and teri-butylmethylether.
The phases are separated and the aqueous layer is washed twice with tert-butylmethylether.
The combined organic layers are washed with brine, dried over MgSO, and concentrated in
vacuo. Purification of the residue by flash chromatography (SiO,, hexanes / ethyl acetate 1 :
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1 to 1: 2, gradient) affords 380 mg (91%) of the product as a white solid;, LC/MS: 530/532
(M+H)", m.p.; 173-175°C,

Example 38: Preparation of 5-chloro-6-{[2-{3-chloro-pyridin-2-y1}-5-methoxy-2H-pvrazole-3-

carbonvl]-amino}-1H-indazole-7-carboxylic acid (3-methyl-1,1-dioxo-1lambda*6*-thietan-3-

vi)-amide:

a) Preparation of 5-chloro-7-[2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazo!-3-yl]-1H-8-oxa-
1,2,6-triaza-cyclopentala]naphthalen-9-one

| S
. Cl N/ N"'\{
]
N = A
W CH,
o)
?\1-—NH 0

To a suspension of 400 mg {1.89 mmol} of 6-amino-5-chloro-1H-indazole-7-carboxylic acid
in 16 mL. of anhydrous tetrahydrofuran is added 479 mg (1.89 mmol) of 2-(3-chloro-pyridin-2-
yl}-5-methoxy-2H-pyrazole-3-carboxylic acid followed by 684 ul (8.50 mmol) of pyridine. The
mixture is stirred at ambient temperature during 30 minutes. Then the suspension is cooled
to 0°C and 516 uL (6.66 mmol) of methanesulfonyl chioride are added dropwise. The mixture
is stirred at ambient temperature for 5 hours. Then the solvent is evaporated and the residus
is triturated with a minimum of cold water. The precipitate, which is formed is filtrated and
washed with cold water. The pale yellowish product obtained (870 mg) is engaged in the
next step; LC/MS: 530/532 (M+H)".

b) Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazole-3-carbonyl]-
amino}-1H-indazole-7-carboxylic acid (3-methyl-thietan-3-yl)-amide
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To a solution of 500 mg (1.16 mmol} of the above 5-chloro-7-[2-(3-chloro-pyridin-2-yl)-5-
methoxy-2H-pyrazol-3-yl]-1H-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalen-9-one in 10 mL of
N,N-dimethylforrmamide is added 396 mg (3.49 mmol) of 3-methyl-thietan-3-ylamine. The
reaction is stirred at 60 °C for 72 hours and then concentrated in vacuo. The residue is
taken-up with water and ethyl acetate. The phases are separated and the aqueous layer is
washed three times with ethyl acetate. The combined organic layers are washed with brine,
dried over MgSO, and concentrated in vacuo. Purification of the residue by flash
chromatography (SiO», hexanes / ethyl acetate 1 : 2} affords 276 mg (44%) of the product as
a white solid;. LC/MS: 532/534 (M+H)*, m.p.: 162-165°C.,

¢) Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazole-3-carbonyl]-
amino}-1H-indazole-7-carboxylic acid (3-methyi-1,1-dioxo-1lambda*6*-thietan-3-yl)-amide

S
IN/ N—
N
O G
Cl CH,
NH
H o cH,
\ :0
N-NH O i
o)

To a mixture of 240 mg (0.41 mmol} of 5-chloro-6-{[2-(3-chloro-pyridin-2-yl}-5-methoxy-2H-

pyrazole-3-carbonyl]-aminc}-1H-indazole-7-carboxylic acid (3-methyl-thietan-3-yl}-amide in
16.8 mL of methylene chloride at ambient temperature is added dropwise 300 mg (1.22
mmol) of m-chloroperbenzoic acid dissolved in 2.0 mL. of methylene chloride. The mixture is
stirred at ambient temperature for 16 hours. The solvent is then evaporated and ethyl
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acetate and aqueous saturated sodium bicarbonate are added. The phases are separated
and the aqueous layer is washed with ethyl acetate. The combined organic layers are
washed with brine, dried over MgSQ, and concentrated in vacuo. Purification of the residue
by flash chromatography (SiO;, ethyl acetate) affords 115 mg (50%) of the product as a
white solid; LC/MS: 564/566 (M+H)"; m.p.: 167-170°C.

Example 39: Preparation of 3-bromo-5-chloro-6-{[2-(3-chloro-pyridin-2-yl)-5-methoxy-24-

-1H-indazole-7-carboxylic acid isopro

a) Preparation of 6-amino-3-bromo-5-chloro-1H-indazole-7-carboxylic acid methyl ester

c

NH,

Br—¢ CO,CH,

N—NH

To a solution of 9 g (29.92 mmol} of 6-amino-5-chioro-1H-indazole-7-carboxylic acid methyl
ester in 68 mL of acetic acid at 80°C, is added dropwise 2 mL (38.89 mmol} of bromine. The
mixture is stirred over the night at 80°C. The solvents are evaporated and water is added to
the residue. The product is precipitated at pH 5 by addition of 1N aQI:IEDUS NaOH, filtrated,
washed with a minimum of water and dried under high vacuum. 1 g (3.28 mmol, 11%) of
pure product is obtained; LC/MS: 305/306 (M+H)*.

b) Preparation of 6-amino-3-bromo-5-chloro-1H-indazole-7-carboxylic acid

NH,

Br— COH
N—NH

See step b example 1 for the preparation of this compound with 6-amino-3-bromo-5-chloro-
1H-indazole-7-carboxylic acid methyl ester as starting material. After 24 h of reaction time at
ambient temperature, the solvents are evaporated and water is added to the residue. The
product is precipitated at pH 4 by addition of concentrated HCI, filtrated, washed with a



WD 2007/ 093402PCT/ EP2007/ 001283 - 109 - Conpound No. Structures
Melting Point MS/NVR P.70 CI NN/ --CF3 00 his O NH HN N-NHO exanpl e
30 240- 242 d5bM340274/ 576 (MrH) P. 71 C NN O CH3 O NH gtieiodr 081283
LC/ Ms: 556/558 (M+H) N

-77 -

minimum of water and dried on high vacuum pump. The crude solid (832 mg) obtained is
used directly in the next step; LC/MS: 291/292 (M+H)".

¢) Preparation of 3-bromo-5-chloro-7-[2-(3-chioro-pyridin-2-yl)-5-methoxy-2H-pyrazol-3-yl]-
1H-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalen-9-one

'\ Cl
-

¢ N N"‘{
N A Q
S CH,
O

Br S
N—N O

To a suspension of 400 mg (1.38 mmol) of 6-amino-3-bromo-5-chloro-1H-indazole-7-
carboxylic acid in 16 mL of anhydrous tetrahydrofuran at 10°C, is added 349 mg (1.38 mmol)
of 2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazole-3-carboxylic acid followed by 499 ul.
(6.20 mmol) of pyridine. Then the suspension is cooled to 0°C and 376 ulL (4.82 mmol) of .
methanesulfonyl chloride are added dropwise. The mixture is stirred at ambient temperature
over the night. The reaction is not complete and therefore 166 uL (2.07 mmol) of pyridine are
added followed by 349 mg (1.38 mmol) of 2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazole-3-
carboxylic acid. The reaction is stirred again at ambient temperature for 5 hours. Then the
solvent is evaporated and the residue is triturated with a minimum of cold water. The
precipitate, which is formed is filtrated and washed with cold water. The pale yellowish
product obtained is purified by flash chromatography (SiO,, heptane / ethyl acetate 1: 1)
affords 200 mg (0.47 mmol, 34%) of the product as a solid;. LC/MS: 509/511 (M+H)".

d} Preparation of 3-bromo-5-chloro-6-{[2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-pyrazole-3-
carbonyl]-amino}-1H-indazole-7-carboxylic acid isopropylamide
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To a suspension of 120 mg (0.24 mmol) of the above 3-bromo-5-chloro-7-[2-(3-chloro-
pyridin-2-yl}-5-methoxy-2H-pyrazol-3-yl}-1H-8-oxa-1 ,2,6-triazé-cyclopenta[a]naphthalen-g-
one in 2.4 mL of a mixture acetonitrile:H,0 4:2 (v/v) is added 60 uL (0.71 mmol) of
isopropylamine. The reaction mixture is stirred for 6 hours at ambient temperature. Brine is
then added to the mixture and the product is extracted with ethyl acetate (3 times). The
regrouped organic phases are dried on Na,SQy, filtrated and eVaporated. The purification of
the residue by flash chromatography {SiO,, heptane / ethyi acetate 1 : 2) affords 56 mg
(42%) of a white solid; LC/MS: 568/570 {M+H)*, m.p.: 217-218°C.

Example 40; Preparation of 3-bromo-5-chloro-6-{[2-(3-chloro-pyridin-2-yl)-5-methoxy-2H-

pytazole-3-carbonyl]-amino}-1H-indazole-7-carboxylic acid bicyclopropyt-1-ylamide:

N

-
NNNcH,
ONAY T

NH
H
N
Br \
N-NH O

AZ

To a solution of 120 mg (0.24 mmo!) of the above 3-bromo-5-chioro-7-[2-(3-chloro-pyridin-2-
yl)-5-methoxy-2H-pyrazol-3-yl]-1H-8-0xa-1,2,6-triaza-cyclopenta[a]naphthalen-9-one.in_ 2.4

mlL of N,N-dimethylformamide is added 95 mg (0.71 mmol) of bicyclopropyl-1-ylamine
hydrochloride and 99 uL (0.71 mimol) of triethylamine. The reaction is stirred at 50 °C for 24
hours and then concentrated in vacuo. The residue is taken-up with acetone and after
filtration the filtrate is evaporated. Purification of the residue by flash chromatography (SiO,,
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hexanes / ethyl acetate 1 : 1) affords 80 mg (56%) of a solid;. LC/MS: 606/608 (M+H)", m.p.:
190-194°C.

Example 41: Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-yl)-5-triflucromethyl-2H-
pyrazole-3-carbonvi]-amino}-3-methyl-1H-indazole-7-carboxylic acid isopropylamide:

a) Preparation of 6-amino-5-chloro-3-methyl-tH-indazole-7-carboxylic acid methyl ester

NH,

H,C CO,CH,

\
N—-NH

To a solution of 899 mg (5.91 mmol) of 9-methoxy-9-bora-bicyclo[3.3.1]nonane in 5 mL of
anhydrous tetrahydrofuran is added dropwise 3.71 mL (5.91 mmol) of a solution 1N of
methyl lithium in diethylether. After few minutes of stirring, a mixture of 6-amino-3-bromo-5-
chloro-1H-indazole-7-carboxylic acid methyl ester, prepared as in step a in example 39, and
104 mg (0.15 mmol} of bis(triphenylphosphine) palladiuml(ll} dichloride in 10 mL of
anhydrous tetrahydrofuran is added. The reaction mixture is stirred in a microwave oven at
150 °C for 15 minutes. After filtration over Celite and concentration in vacuo, the residue is
purified by flash chromatography (SiO., hexanes / ethyl acetate 1 : 1) to afford 470 mg of
product (66%) as a pale yellowish solid; LC/MS: 240/242 (M+H)*,

b) Preparation of 6-amino-5-chloro-3-methyl-1H-indazole-7-carboxylic acid

NH,

H,C— COH
N—NH

See step b example 1 for the preparation of this compound with 6-amino-5-chloro-3-methyl-
1H-indazole-7-carboxylic acid methyl ester as starting material. After 24 h of reaction time at
ambient temperature, the solvents are evaporated and water is added to the residue. The
product is precipitated at pH 4 by addition of concentrated HCI, filtrated, washed with a
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minimum of water and dried on high vacuum pump. The crude solid (92%) obtained is used
directly in the next step; LC/MS: 226/228 (M+H)".

c¢) Preparation of 5-chioro-7-[2-(3-chloro-pyridin-2-yl}-5-trifluoromethyl-2H-pyrazol-3-yl}-3-
methyl-1H-8-oxa-1,2,8-triaza-cyclopenta[alnaphthalen-8-one

I x Cl
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o N N——l\{ CF
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Nﬁ/(\—)‘ 3
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H,.C—\

N—NH O

To a suspension of 540 mg {2.39 mmol) of 6-amino-5-chloro-3-methyl-1H-indazole-7-
carboxylic acid in 22 mL of anhydrous tetrahydrofuran at 10°C, is added 698 mg (2.39 mmol}
of 2-(3-chloro-pyridin-2-yi)-5-trifluoromethyl-2H-pyrazole-3-carboxylic acid foliowed by 963 pL
(11.97 mmol) of pyridine. Then the suspension is cooled to 0°C and 748 ulL (.57 mmol) of
methanesulfonyl chloride are added dropwise. The mixture is stirred at ambient temperature
for 48 hours. Then the solvent is evaporated and the residue is taken-up with acetone. After
filtration, the filtrate is evaporated in vacuo. The residue obtained is purified by flash
chromatography (SiOz, heptane / ethyl acetate 1 : 2) and affords 810 mg (1.68 mmol, 70%)
of the product as a solid;. LC/MS: 481/483 (M+H)".

d) Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-yl)-5-trifiuoromethyl-2H-pyrazole-3-
carbonyl]-amino}-3-methyl-1H-indazole-7-carboxylic acid isopropylamide

O
|
N7 NN
IC) = CF,
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H
N ~CH,
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To a suspension of 148 mg (0.20 mmol) of the above 5-chloro-7-[2-(3-chloro-pyridin-2-yi)-5-
trifluoromethyl-2H-pyrazol-3-yl]-3-methyl-1H-8-oxa-1,2,8-triaza-cyclopenta[a]naphthalen-9-
one in 5.92 mL of a mixture acetonitrile: H,O 4:1 (v/v) is added 51 uL (0.60 mmol) of
isopropylamine. The reaction mixture is stirred for 6 hours at ambient temperature. Brine is
then added to the mixture and the product is extracted with ethyl acetate (3 times). The
regrouped organic phases are dried on Na,SQO,, filtrated and evaporated. The purification of
the residue by flash chromatography (SiO,, heptane / ethyl acetate 1 : 1) affords 30 mg
(28%) of a white solid; LC/MS: 540/542 (M+H)*, m.p.: 235-236°C,

Example 42: Preparation of 5-chloro-6-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-
pyrazole-3-carbonyll-amino}-3-methyl-1H-indazole-7-carboxylic acid bicyclopropyl-1-ylamide:
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To a solution of 150 mg (0.25 mmol) of the above 5-chloro-7-{2-(3-chloro-pyridin-2-yl)-5-
trifluoromethyl-2H-pyrazol-3-y(]-3-methyl-1H-8-oxa-1,2,6-triaza-cyclopenta[a]naphthalen-9-
one in 3 mL of N,N-dimethylformamide is added 100 mg {0.75 mmol) of bicyclopropyl-1-
ylamine hydrochioride and 104 ulL (0.75 mmol) of triethylamine. The reaction is stirred at 50
°C for 24 hours and then concentrated in vacuo. The residue is taken-up with acetone and
after filtration the filtrate is evaporated. Purification of the residue by flash chromatography
(Si0,, hexanes / ethyl acetate 3 : 2) affords 70 mg (48%) of a solid;. LC/MS: 578/580
(M+H)", m.p.: 228-229°C.

Example-43;-Preparation-of-6=chloro-7={[2=(3-chloro=pyridin-2-yN=5=trifluoromethyl-2H-

pyrazole-3-carbonyl]-aminol-quinoline-8-carboxylic acid isopropylamide:

a) Preparation of 7-amino-quinoline-8-carboxylic acid
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This compound is prepared as described in Chem. Pharm. Bull. 1985, 33, 4, 1360 and J.
Med. Chem., 2002, 45, 3692; LC/MS: 189/190 (M+H)". The starting material 7-nitro-quinoline
is prepared as in US5283336 (1994) and W(0O03068749.

b) Preparation of 2-[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazol-3-ylj-3-oxa-1,5-
diaza-phenanthren-4-one

| o Cl
N" NN,
A
-~
. N (@)

To a suspension of 500 mg (2.66 mmol) of 7-amino-guinoline-8-carboxylic acid in 20 mL of
anhydrous tetrahydrofuran at 10°C, is added 775 mg (2.66 mmol) of 2-(3-chloro-pyridin-2-yl)-
5-trifiluoromethyl-2H-pyrazole-3-carboxylic acid followed by 1.07 mL (13.28 mmol) of
pyridine. Then the suspension is cooled to 0°C and 830 uL (10.63 mmol) of methanesulfonyl
chloride are added dropwise. The mixture is stirred at ambient temperature for 48 hours.
Then the solvent is evaporated and the residue is precipitated with a minimum of water. The
filtration gave 180 mg of product after drying on high vacuum pump. The filtrate is
evaporated and the residue obtained is purified by flash chromatography to afford 100 mg
more of product as a solid. The overall yield is 24%; LC/MS: 444/446 (M+H)".

c) Preparation of 7-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl]-
amino}-quinoline-8-carboxylic acid isopropylamide




The conpounds according to the follow ng tables can be prepared

anal ogously. The exanples which follow are intended to illustrate the
i nventi on 3YY208HRAAUEr ef erred conpounds of formula |. TaRfFEERR007/001283
Compounds of fornmula Ib: Line RRra R1130 R20 A.1.1 CH3 CF3 H A 1.2
CH3 CF3 CH3 A.1.3 CH3 CF3 CH2CH3 A. 1.43CH3 CF3 CH(CH3)CH3 A. 1.5 CH3
CF3 C(CH3) (CH3)CH3 A.1.6 CH3 CF3 A 1.7
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N O CH,

To a suspension of 140 mg (0.28 mmol) of the above 2-[2-(3-chloro-pyridin-2-yi}-5-
trifluoromethyl-2H-pyrazol-3-yl]-3-oxa-1,5-diaza-phenanthren-4-one in 5.60 mL of a mixture
acetonitrile: HO 4:1 (v/v) is added 73 uL (0.85 mmol) of isopropylamine. The reaction
mixture is stirred for 6 hours at ambient temperature. Brine is then added to the mixture and
the product is extracted with ethyl acetate (3 times). The regrouped organic phases are dried
on Na,SQ,, filtrated and evaporated. The purification of the residue by flash chromatography
(SiO., heptane and ethyl acetate as eluants) affords 100 mg (70%) of a white solid; LC/MS:
503/505 (M+H)*, m.p.: 225-226°C.

Example 44: Preparation of 7-{[2-(3-chlorg-pyridin-2-yl}-5-trifluoromethyl-2H-pyrazole-3-

-gquinoline-8-carboxylic acid methylamide:

To a suspension of 140 mg (0.28 mmol}) of the above 2-[2-(3-chloro-pyridin-2-yl}-5-
triflucromethyl-2H-pyrazol-3-yl]-3-oxa-1,5-diaza-phenanthren-4-one in 5.60 mL of a mixture

acetonitrile: H,O 4:1 (v/v) is added 74 uL (0.85 mmol) of methylamine (solution 40% in
water). The reaction mixture is stirred for 6 hours at ambient temperature. Brine is then
added to the mixture and the product is extracted with ethyl acetate (3 times). The regrouped
organic phases are dried on NaySQ,, filtrated and evaporated. The purification of the residue
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by flash chromatography (SiO,, heptane and ethyl acetate as eluants) affords 84 mg (62%)
of a white solid; LC/MS: 475/477 (M+H)*, m.p.: 219-220°C.

a) Preparation of 6-amino-quincline-5-carboxylic acid amide

NH,

This compound is prepared as reported in J. Chem. Soc., 1962, 3645 starting from the 6-
nitroquinoline. Under these conditions we didn't get the 6-amino-quinoline-5-carboxyiic acid
as described, but the corresponding amide; L.C/MS: 188/183 (M+H)".

b) Preparation of 6-aminc-guinoline-5-carboxylic acid methyl ester

NH

2

N7 CoCH,
oy

To a solution of 2 g (10.68 mmol) of the above 8-amino-quincline-5-carboxylic acid amide in
10.76 mL of absolute methanol is added 2.34 mL (42.73 mmol)} of concentrated sulphuric
acid. The reaction is stirred in a microwave during 13 minutes at 140°C. The reaction is
repeated 6 times with flask opening after each run because of gas formation. The mixture is
then cooled at 0°C and water is added. The pH of the mixture is increased slowly to 6 with
addition of an aqueous 6N NaOH solution. The pH is adjusted to 8 with a saturated aqueous
solution of NaHCOs,, The product is extracted with ethyl acetate ( 4 times) and the combined

organic layers are dried on Na,SO,, filtrated and evaporated. After flash chromatography
purification with heptane and ethyl acetate as eluants, 555 mg (26%) of a yellowish solid are
obtained; LC/MS: 203/204 (M+H)™.
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c) Preparation of 8-amino-quinoline-5-carboxylic acid

To a solution of 540 mg (2.19 mmol) of the above 6-amino-quinoline-5-carboxylic acid
methyl ester in 10.8 mL of dioxane and 0.54 mL of methanol is added 5.48 mL (5.48 mmol)
of an aqueous solution of NaOH 1N. The reaction is stirred 24 hours at ambient
temperature. Then the solvents are evaporated in vacuo and the residue is suspended in a
minimum of water and precipitated at pH 6 by addition of concentrated HCI. After filtration
and washing with a minimum of water the solid obtained is dried on high vacuum pump to
give 245 mg (60%) of a yellowish solid; LC/MS: 189/180 (M+H)".

d) Preparation of 2-[2-(3-chlore-pyridin-2-yl}-5-trifluoromethyl-2H-pyrazol-3-yl]-3-oxa-1,8-

diaza-phenanthren-4-one

To a suspension of 240 mg (1.28 mmol) of 8-amino-quinoline-5-carboxylic acid in 9.60 mL of
anhydrous tetrahydrofuran at 10°C, is added 372 mg (1.28 mmol) of 2-(3-chloro-pyridin-2-yl}-
5-trifluoromethyl-2H-pyrazole-3-carboxylic acid followed by 513 pL (6.38 mmol} of pyridine.
Then the suspension is cooled to 0°C and 398 L (5.10 mmol) of methanesulfonyl chloride
are added dropwise. The mixture is stirred at ambient temperature for 48 hours. Then the

solventis evaporated-and theresidueris precipitated-with-a-minimum-of-ethyl-acetate-and
washed with ethyl acetate. After filtration, water is added to the filtrate and the new
suspension formed is filtrated again. After drying on high vacuum pump 303 mg (54%) of
solid are obtained; LC/MS: 444/446 (M+H)".
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e) Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-triflucromethyl-2H-pyrazole-3-carbonyl]-
amine}-quinoline-5-carboxylic acid isopropylamide

To a suspension of 150 mg {0.30 mmol) of the above 2-[2-(3-chloro-pyridin-2-yl)-5-
trifliuoromethyl-2H-pyrazol-3-yl}-3-oxa-1,8-diaza~-phenanthren-4-one in 6 mL of a mixture
acetonitrile: H,O 4:1 (v/v) is added 78 ul. (0.91 mmol)} of isopropylamine. The reacticon
mixture is stirred for 6 hours at ambient temperature. Brine is then added 1o the mixture and
the product is extracted with ethyl acetate (3 times). The regrouped organic phas.es are dried
on Na,SQy, filtrated and evaporated. The purification of the residue by flash chromatography
(SiO,, heptane / ethyl acetate 1 : 1} affords 100 mg (65%) of a white solid; LC/MS: 503/505
{M+H)", m.p.: 182-183°C.

Example 46: Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-trifluaromethyl-2H-pvyrazole-3-

carbonyll-aminel}-quinoline-5-carboxylic acid methylamide:

Y
| .
N N"\
Q L. CF,
NH
H
N¥ I N\CH:s
2 o]

To a suspension of 150 mg (0.30 mmol) of the above 2-[2-(3-chloro-pyridin-2-yl}-5-
triffuoromethyl-2H-pyrazol-3-yi]-3-oxa-1,8-diaza-phenanthren-4-one in 6 mL of a mixture
acetonitrile: H,O 4:1 {v/v) is added 79 pL (0.91 mmol) of methylamine (solution 40% in
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water). The reaction mixture is stirred for 6 hours at ambient temperature. Brine is then
added to the mixture and the product is extracted with ethyl acetate (3 times). The regrouped
organic phases are dried on Nap;SQ,, filtrated and evaporated. The purification of the residue
by flash chromatography (SiO,, heptane / ethyl acetate 1 . 1) affords 110 mg (76%) of a
white solid; LC/MS: 475/477 (M+H)", m.p.: 210-211°C.

Example 47: Preparation of 6-{[2-(3-chlorg-pyridin-2-yI}-5-triflucromethyl-2H-pyrazole-3-
carbonyl]-amino}-7-methyl-quinoline-5-carboxylic acid methylamide:

a) Preparation of 6-amino-7-bromo-quinoline-5-carboxylic acid methyl ester

NH

N CO,Me

To a mixture of 6,6 g (32.6 mmol) of 6-amino-quinoline-5-carboxylic acid methyi ester,
prepared as in step b in example 45, in 50 mL of N,N-dimethylformamide is added 5.80 g
(17.78 mmol) of N-bromosuccinimide. The reaction is stirred at ambient temperature for 4
hours. The solvent is then evaporated and the residue is submitted to column
chromatography purification on silica gel with ethyl acetate as eluent to afford 1.59 g (17%)
of the product as a yellow solid; LC/MS: 281/283 (M+H)".

b) Preparation of 6-amino-7-methyl-quinoline-5-carboxylic acid methyl ester

To 1.52 g (5.66 mmol) of 6-amino-7-bromo-quinoline-5-carboxylic acid methyl ester in 30 mL
of dioxane under an atmosphere of argon is added 2.35 g (17.0 mmol) of K2CO,, 323 mg
(0.28 mmol) of tetrakis(triphenylphsophine}palladium and 710 mg (5.66 mmol) of
trimethylboroxine. The reaction mixture is stirred in a microwave oven at 180 °C for 10
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WO 2007/093402 PCT/EP2007/001283
-88-

minutes. After filtration over Celite and concentration in vacuo, the residue is purified by flash
chromatography (SiO., ethyl acetate) y to afford 550 mg of product (45%) as a yellowish
solid; LC/MS: 217/218 (M+H)",

¢) Preparation of 6-amino-7-methyl-quinoline-5-carboxylic acid

To a solution of 550 mg (2.54 mmol) of 6-amino-7-methyl-quinoline-5-carboxylic acid methyl
ester in 11 mL of dioxane and 0.5 mL of methanol, is added 6.4 mL (6.4 mmol} of an
aqueous solution of NaOH 1N. The mixture is stirred at ambient temperature for 16 hours.
The solvents are evaporated and water is added to the residue. The product is precipitated
at pH 6 by addition of céncentrated HCI, filtrated, washed with a minimum of water and dried
on high vacuum pump. The yellow crude solid (282 mg) obtained is used directly in the next
step; LC/MS: 203/204 (M+H)".

d} Preparation of 2-[2-(3-chlgro-pyridin-2-yl)-5-hydroxy-2H-pyrazoi-3-yi]-10-methyl-3-oxa-1,8-
diaza-phenanthren-4-one

I\ cl
“ N
CH. N N—
3 »—cF
N 2 3
-

To a_suspension_of 282 mg_(1.39_mmol)_of 6-amino-7-methyl-quinocline-5-carboxylic_acid.in

11 mL of anhydrous THF is added 407 mg (1.39 mmol} of 2-(3-chloro-pyridin-2-yl)-5-
trifluoromethyl-2H-pyrazole-3-carboxylic acid followed by 560 pL (7.0 mmol} of pyridine. The
mixture is stirred at ambient temperature during 30 minutes. Then the suspension is cooled

1o 0°C and 430 pl (5.5 mmol} of methanesulfonyl chioride are added dropwise. The mixture
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is stirred at ambient temperature for 48 hours. Then the solvent is evaporated and the
residue is sequentially triturated and filtrated with ethyl acetate and with a minimum of cold
water. Purification of the residue by flash chromatography (SiQ,, heptane / ethyl acetate 1 :
2) affords 286 mg (45%) of the product as a yellowish solid; LC/MS: 468/460 (M+H)".

e) Preparation of 6-{[2-(3-chloro-pyridin-2-yl)-5-trifluoromethyl-2H-pyrazole-3-carbonyl)-
amino}-7-methyl-quinoline-5-carboxylic acid methylamide

To a suspension of 143 mg (0.31 mmol) of the above 2-[2-(3-chloro-pyridin-2-yl)-5-hydroxy-
2H-pyrazol-3-yl}-10-methyi-3-oxa-1,8-diaza-phenanthren-4-one in 5 mL of acetonitrile / water
{4: 1, viv), is added 80 pL (0.9 mmol} of 40% aqueous methylamine. The reaction mixture is
stirred for 6 hours at ambient temperature and then concentrated in vacuo. The residue is
taken-up with brine and ethyl acetate. The phases are separated and the agueous layer is
washed twice with ethyl acetate. The combined organic layers are washed with brine, dried
over MgSQ, and concentrated in vacuo, Purification of the residue by flash chromatography
(5i0,, ethyl acetate} affords 25 mg (16%) of the product as a yellowish solid; LC/MS:
489/491 (M+H)*, m.p.: 150-152°C (decomposition).

Example 48: Preparation of 6-{[2-(3-chloro-pyridin-2-y)-5-trifluoromethyl-2H-pyrazole-3-

carbonyll-amino}-7-methyl-quinoline-5-carboxylic acid isopropylamide:
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To a suspension of 143 mg (0.31 mmol) of the above 2-[2-(3-chloro-pyridin-2-yl)-5-hydroxy-
2H-pyrazol-3-yl}-10-methyl-3-oxa-1,8-diaza-phenanthren-4-one in 5 mL of acetonitrile / water
(4 : 1, v/v}, is added 80 pL (0.9 mmol) of isopropyalamine. The reaction mixture is stirred for
6 hours at ambient temperature and then concentrated in vacuo. The residue is taken-up
with brine and ethyl acetate. The phases are separated and the aqueous layer is washed
twice with ethyl acetate. The combined organic layers are washed with brine, dried over
MgSQ, and concentrated in vacuo. Purification of the residue by flash chromatography
(SiO,, ethyl acetate) affords 56 mg (35%) of the product as a yellowish solid; LC/MS:
517/519 (M+H)*, m.p.: 162-168°C (decomposition).

Example 49: Preparation of 68-aming-5-iodo-1H-indazole-7-carboxylic acid methyl ester:

NH,

\ CO,CH,
N—NH

To a solution of 500 mg (2.61 mmol) of 6-aminec-1H-indazole-7-carboxylic acid methyl ester,
prepared as in step a in example 10, in 5 mL of acetonitrile is added 1.29 g (5.73 mmol) of
N-iodosuccinimide. The reaction mixture is stirred at ambient temperature for 1 hour and at
50 °C for 6 hours. The solvent is then evaporated and the residue is suspended in water.

Filtration_affords 750-mg_(91 %} of the product as a brown_solid; LC/MS: 318/319 (M+H)".
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Table P: Physical data of compounds of formula [:

Compound
No.

Structures

Melting Point

MS/NMR

P.1

240-242°C

LC/MS: 513/515 (M+Na)"

P.2

239-241°C

LC/MS: 525/527 (M+Na)*

P.3

203-205°C

LC/MS: 492/494 (M+H)*

P4

240-242°C

LC/MS: 504/506 (M+H)*
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Compound
No.

Structures

Melting Point

MS/NMR

P.5

224-227°C

LC/MS: 530/532 (M+H)"

P.6

190-192°C

LC/MS: 464/466 (M+H)"

P.7

100-105°C

LC/MS: 552/5654 (M+H)*

P.8

LC/MS: 568/570 (M+H)"
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N-NH O H3C

example 8
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Compound Structures Melting Point MS/NMR
No.
P.9 - LC/MS: 584/586 (M+H)*
-

NT N
4 7 || CH

N-NH OH.C

example 9

P10 245-247°C LC/MS: 526/528 (M+H)"

(NI
(ES;(
N-NH O

step e example 1 0

P.11 (ICI >250°C LC/MS: 538/540 (M+H)"
|
o

m

N-NH O

example 11

P12 (jol >250°C LC/MS: 564/566 (M+H)"
I

-
N N’\
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example 12
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Compound Structures Melting Point MS/NMR
No.

P.13 (\ICI . 100-105°C LC/MS: 586/588 (M+H)"

\
N—NH O HSC

example 13

P.14 ~Cl _ LC/MS: 602/604 (M+H)';
(NIN“ 624/626 (M+Na)*
O
H
N

S:CHa
\ CH,
N-NH O HC s O

example 14
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CHO

N-NH O HC

P15 173-176°C LC/MS: 640/642 (M+Na)"

example 15

P.16 189-190°C LC/MS: 570/572 (M+H)"
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exampie 16
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Compound
No.

Structures

Melting Point

MS/NMR

P.17

>255°C

LC/MS: 564/566 (M+Na)*

P.18

N-NH O©O

example 18

212-214°C

LC/MS: 608/610 (M+H)"

P.19

N—-NH O

example 19

144-150°C

LC/NIS: 582/584 (M+H)®

P.20

>240°C

LC/MS: 531/533 (M+H)"

H,C

example 20
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No.
P.21 >230°C LC/MS: 547/549 (M+H)"
P.22 >134°C _
P.23 >230°C LC/MS: 517/519 (M+H)"
H,C
example 23
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Compound Structures Melting Point MS/NMR
No.
P.24 NP 213-220°C LC/MS: 587/589 (M+H)*
(X
0 - CF.
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H CH
Ho N Y Y
2 O CH,
CH,
example 24
P.25 @Cl _ LC/MS: 519/520 (M+H)"
o
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H
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P.26 2 - LC/MS: 555/557 (M+H)*
| N N
\
”O%\}\ CF,
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'
N
N-NH O
example 26
P.27 2~ 148-151°C LC/MS: 468/470 (M+H)*
I N/ N~
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N N A
UHS_ L,|-|3
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H CH
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Compound Structures Melting Point MS/NMR
No.
P.28 | X Cl 150-154°C LC/MS: 506/508 (M+H)*
NTNN oH,
o)
o) =~
CH;
NH
i
N
\
N-NH O
example 28
P.29 O >255°C LC/MS: 498/500 (M+H)"
X
N~ NN
oA CF,
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N
< “CH,
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Compound Structures Melting Point MS/NMR
No.
SR 243-244°C LC/MS: 512/514 (M+H)"
P.30 | P
N N~ A
| O =S CF,
NH
H
N._-CH,
k,j—-NH O
SR 148-150°C LC/MS: 550/552 {M+H)*
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N
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xC! 158-160°C LC/MS: 570/572 (M+H)*
P.32 | -
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H
N
\ s
N-NH O3
P.33 SR 135-140°C LC/MS: 632/634 (M+H)*
. (I decomposition




An .1.94 C OCH2CF3 CH(CH3)2CH2SCH3 .1.95 C OCH2CF3
CH(CH3) 2CH2S(0) CH3 WD 2007/093402 - 117 - Line R a R100 R20
-1.96 O QdRefessdl CH3) 2CH23(0) 2C1-13 1.97 O Br PCT/EP2007/001283
- 100 -
Compound Structures Melting Point MS/NMR
No.
Y 243-244°C LC/MS: 664/666 (M+H)"
P.34 | P
N N‘\
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Compound
No.

Structures

Meilting Point

MS/NMR

P.38

LC/MS: 547/549 (M+H)"

P.39

LC/MS: 509/511 (M+H)"

P.40

186-187°C

LC/MS: 510/512 (M+Na)*

P.41

237-238°C

LC/MS: 578/580 (M+Na)*
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Compound Structures Meiting Point MS/NMR
No.
P.42 PR 217-218°C LC/MS: 560/562 (M+Na)*
l
N7 NN
: OW‘ Br
NH
H
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P.43 ~C ‘ LC/MS: 516/518 (M+Na)®
)

P.44 Ol LC/MS: 506/508 (M+H)*
o

P.45 ~C! 173-175°C LC/MS: 532/534 (M+H)"
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N—-NH O Jq

example 37




Cl Br CH(CH3)2CH2S(0)CH3 .1.108 Cl

G H1.110 d G CH3
.1.113  Cl Wo 2007/093402

.1.111 C

c

Br CH( CH3) 20H2S(0) 2CH3 . 1.109 C

CH2CH3 .1.112 O

Cl CH (CH3)CH3
PCT/EP2007/001283

- 103 -

Compound
No.

Structures

Melting Point

MS/NMR

P.46

Ci

-
e

N N"\
:O - Br

N—-NH O

182-184°C

LC/MS: 5767578 (M+H)"

P.47

(&T

H

N

§ JV
Cl

/

(X

O

NN CH
| ~/°
(él;:
H
N
\ Jﬂ
Ci

1565-167°C

LC/MS: 526/528 (M+H)"

P.48

240-241°C

LC/MS: 594/596 (M+H)*

P.49

159-162°C

LC/MS: 5447546 (M+H)"




C(CH3) (CH3)CH3 .1.114 d C
Line Ria RLO0 R20 A 1.117 Cl

- 118 -

n>

WO 2007/093402

.1.115 d d
A 1.118

a Al

-104 -

.1116 C A A

PCT/EP2007/001283

Compound
No.

Structures

Melting Point

MS/NMR

P.50

149-152°C

LC/MS: 520/522 (M+H)"

P.51

151-154°C

LC/MS: 594/596 (M+H)"

P.52

247-250°C

LC/MS: 536/538 (M+H)"

P.53

154-156°C

LC/MS: 517/519 (M+H)'




C O CH(CH3)2CH2SCH3 A. 1.119 O C

CH( CH3) 2CH2S( 0) 2CH3 A. 1. 121 Cl
CF21-1 CH2@20bsdssdiz4 Cl

C( CH3) (CH3) CH3 A. 1. 126

CF2H A 1.122 C

CH( CH3) 2CH25(0) CH3 A. 1.120 C d

-105 -

CF2H CH3 A. 1.123 Cl
CF2H CH(CH3) CH3 A. 1.125 A CF2bbT/EP2007/001283

Compound
No.

Structures

Melting Point

MS/NMR

P.54

275-277°C

LC/MS: 626/628 (M+H)*

P.55

224-227°C

LC/MS: 479/481 (M+H)*

P.56

250-253°C

LC/MS: 488/490 (M+H)*

P.57

159-161°C

LC/MS: 548/550 (M+H)"




Cl CF2H n> A 1.127 C
A 1.130 Cl
CH( CH3) 2 CHRR( Mpabs3408. 1. 132 O

CF2H Al'l
OCF3 H A 1.134

CF2H -......

> A 1.128 C

CF2H AV A . 1.129 C

CF2H CH(CH3) 2CH2SCH3 A. 1.131 d CF2H

-106 -

CF2H CH( CH3) 2CH2R(0) 2CH3 Pedmisdddolass

Compound
No.

Structures

Melting Point

MS/NMR

P.58

215-216°C

LCIMS: 474/476 (M+H)"

P.58

example 38

162-165°C

LC/MS: 532/534 (M+H)"

P.60

> 250°C

LC/MS: 580/582 (M+H)"

P.61

==
|

167-170°C

LC/MS: 6547566 (M+H)"




d OCF3 CH3 A 1.135 Cl
OCF3 C( CH3) (CH3) CH3 A. 1.138 Cl

A 1.137 C

Line Rya Reo #07/6%3402139 Cl

OCF3 ----

- 107 -

OC F3 CHCH3 A1 136  OCF3 CH(CH3)CH3

\I> - 119 -
PCT/EP2007/001283

Compound
No.,

Structures

Melting Point

MS/NMR

P.62

224-227°C

LC/MS: 526/528 (M+H)'

P.63

example 39

217-218°C

LC/MS: 568/570 (M+H)*

P.64

~C
IN/ N- CH
N ~CHs
Oﬁ/Qvo
NH
H
N

Br

example 40

\Y
N—-NH O

J

180-194°C

L.C/MS: 606/608 (M+H)*

P.65

X
| o

N—NH ©O

example 31

163-166°C

LC/MS: 518/520 (M+H)*

N N
s \\ Br
H3
—.NH
H

N

CH,

CH,




OCF3 A 1.140 C OCF3 A 1.141 C OCF3 An A 1.142 C OCF3
CH( CH3) 2CH2SCH3 A. 1. 143 O OCF3 CH(CH3) 2C1- 12S(0) CH3 A 1.144 Cl OCF3
CH( OH3) 2CHR% Ap26sid2A. 1. 145 Br CF3 H A. 1. 146 Br PCT/EP2007/001283

-108 -

Compound Structures Melting Point MS/NMR
No.

P.66 @Cl 226-229°C | LCIMS: 516/518 (M+H)®
_ .

H OSNT N
|| o A CFe

NH

ZI
(@]
I

«

\
N-NH O CH,

example 34

P67 @C' 248-250°C LC/MS: 606/608 (M+H)" .
. Pt

P.68 Ci 228-228°C LC/MS: 644/646 (M+H)"

P.69 @01 235-236°C LC/MS: 540/542 (M+H)"
o

example 41




CF3 CH3 A 1.147 Br CF3 CH2CH3 A. 1.148 Br CF3 CH(CH3)CH3 A.1.149 Br

CF3 C(CH3) (CH3) CH3 A.1.150 Br CF3 A.1.151 Br CF3 A 1.152 Br CF3 AV
A. 1. 153 Br wigrhobdzq0d. 1. 154 Br PCT/EP2007/001283
-109 -
Compound Structures Melting Point MS/NMR
No. _
P.70 ™ Ct 240-242°C LC/MS:; 574/576 (M+H)*
X
N™ N- ,—CF,
0&0
H3
NH
H
N
{ JV
N—-NH O
example 30
P.71 0l 170-173°C LC/MS: 556/558 (M+H)
X
N” TN-
O \\ Br
CH,
NH
e
N
h—NH O
example 32
P.72 N cl 228-229°C LC/MS: 578/580 (M+H)"
| N SN
IO \\ CF,
NH
H
N
HC—4
N-NH ©O
P.73 0l 205-226°C LC/MS: 5037 505 (M+H)"
I P
N N’\
8] . CFS
Z | NH
| g
3 D
N O CH,




CF3 CH( CH3) 2CH2SCHS3 A . 1.155 Br CF3 CH(CH3)2C1-12S(0)CH3 A. 1.156
Br CF3 CH(CH3) 2CH2S(0) 2CH3 A.1.157 Br OCH2CF3 H A. 1.158 Br OCH2CF3
CH3 - 120WO20071/88840Ri a R100 R20 A. 1.159 Br OCH2CF3 PCT/EP2007/001283

110 -

Compound Structures Melting Point MS/NMR
No.

P.74 - 218-220°C LC/MS: 475/ 477 (M+H)"
(X
N
O

o
P.75 S 182-183°C LC/MS: 503 / 505 (M+H)*
(X
N
o]

0
P.76 @01 210-211°C | LCIMS: 4757 477 (M+H)"
.

0
P.77 (\/[CJ ' m.p.: 150-152°C | LC/MS: 489/491 (M+H)*
l N/ decomposition
0




CH2CH3 A. 1.160 Br OCH2CF3 CH(CH3) CH3 A.1.161 Br OCH2CF3

C(CH3) (CH3)CH3 A.1.162 Br OCH2CF3 M A.1.163 Br OCH2CF3 A . 1.164 Br
OCH2CF3 /| AWdreob7/dsem2Br OCH2CF3 PCT/EP2007/001283
-111 -
Compound Structures Melting Point MS/NMR
No.
P.78 | O m.p.: 162-168°C | LC/MS: 517/519 (M+H)*
N N"\{ decomposition
ov“\\)iCFa
H3
NH
N
CH
SR
~ O CH,
P.79 = 246-248°C LC/MS: 554/556 (M+H)*
N/ Cl
H N
NN
I o AP
NH
H
N
N-NH ©O f
P.80 QCI 233-236 °C LC/MS: 498/500 (M+H)*
HY I
P.81 218-221 °C LC/MS: 536/538 (M+H)"




A 1.166 Br OCH2CF3 CH(CH3)2CH2SCH3 A. 1.167 Br OCH2CF3
CH( CH3) 2CH2S(0) CH3 A. 1.168 Br OCH2CF3 CH( CH3) 2CH2S(0) 2CH3 A. 1. 169 Br
Br H A 1.1W9BP7/BB408H3 A. 1.171 Br Br CH2CH3 A 1.172 Br BET/EMOCHE)BH3

-112 -

The compounds according to the following tables can be prepared analogously. The
examples which follow are intended to iflustrate the invention and show preferred
compounds of formula [.

Table A: Compounds of formula Ib:

Line Rsa Rioo Razp
A1 CH, CF3 H
A.1.2 CHs CF3 CHz
A.1.3 CH; CFs4 CH2CH;
A1.4 CH, CFa CH(CH)CH,
A 1.5 CHj CF; C(CH3}CHa)CHs

A.1.6 CHa CF4

A7 CHa, CF5 /%
A.1.8 CHj CF; ;

A.1.9 CHj CF;
A.1.10 ICH; CF3 CH(CHj),CH,SCHy
A1 CH; CFa CH(CH;),CH,S(O)CHs

A1.12 CH; CF3 CH(CHg),CH,S5(0).CHa




A 1.173 Br Br C(CH3)(CH3)CH3 A. 1.174 Br Br A 1.175 Br Br Z% ZAV
A 1.176 Br Br A 1.177 Br Br
WO 2007/093402 PCT/EP2007/001283
-113 -
Line Ria Rioo Rzo

A.1.13 CHs OCH,CF; H

A.1.14 CHg OCH,CF; |CH;

A1.15 CHa OCH,CF; [CH.CH,

A.1.16 CHs OCH,CF;  |CH(CH3)CH;

A.1.17 CH; OCH.CF;  [C(CHs)}{CH3)CH;

A.1.18 CH, OCH,CF; /\>

A 1.19 CH; OCH.CF; /%

h1.20 CHs OCH,CF, /Av

A.1.21 CH, OCH,CF; /AL__I

A.1,22 CHs OCH,CF;  [CH{CH3),CH,SCH;

A.1.23 CHs OCH.CF;  [CH(CH;),CH,S(O)CH,

A.1.24 CHs OCH,CF;  |[CH(CHa).CH,S(O).,CHs

A.1.25 CH; Br H

A.1.28 CHs; Br CH;

A.1.27 CHa Br CH,CH,3

A.1.28 CHa Br CH(CHa)CHg

A.1.29 CHs Br C(CHa)(CHa)CHa

A.1.30 CH, Br /\>

A.1.37 CHa, Br /i

A 1.32 CHs Br




-121 - Line R a Rico RO A 1.178 Br Br CH(CH3)2CH2SCH3 A. 1.179 Br
Br CH(CH3)2C1-12S(0)CH3 A 1.180 Br Br CH (C H3)2CH2S (0)2C H3 A 1.181

Br CI H A YO®p7/gs402] CH3 A. 1.183 Br C PCT/EP2007/001283
-114 -

Line Ria Rioo Rzo
A.1.33 CHs; Br A:,
A.1.34 CHa Br CH(CHa)zCHgSCHa
A.1.35 CHs Br CH(CH3).CH.S(0)CH,
A.1.36 CH; Br CH(CH3)2CH.S(0).CH,
iA.1.37 CH; Cl H
A.1.38 CH; Cl CH,
A.1.39 CH3 Cl CH,CHs
A.1.40 CHa Cl CH(CH2)CHs
A.1.41 CHs Cl C(CH3)(CH3)CH,
A.1.42 CH, Cl %
A.1.43 CH; Cl /%
A1.44 CHa cl Av
145 CHs cl /AD
A.1.46 CH; Cl CH(CH5).CH;SCH,
A.1.47 CH3 Cl CH(CH;),CH,S(O)CH,
A.1.48 CHa Cl CH(CH,).CH,S(0).CH;,
A.1.49 CHsa CF.H H
A.1.50 CHj CF:H CH;
A 1.51 CHj CF,H CH.CH;3
A.1.52 CH CF.H CH(CH3)CHs
A.1.53 CH; CFzH C{CH3)}(CH3)CH;
A1.54 CHs CF.H %




CH2CH3 A.1.184 Br Cl CH(CH3)CH3 A 1.185 Br C C(CH3)(CH3)CH3 A 1.186
Br O MA1.187 Br G A 1.188 Br C AV A 1.189 Br C Al A 1.190 Br

Cl  CH( CH3) XQg0819493408. 1. 191 Br Cl PCT/EP2007/001283
-115 -
Line Ria Rioo Rao

A4,.1.55 CHa CFoH

A, 1.56 CH3 CFH ;

157 CH, CF,H /AD

A.1 58 CH3 CFgH CH(CHa)zCHaSCHa

A.1.59 CHa CF;H CH{CHa);CH,S{Q)CH3;

A1.60 CHs CF,H CH(CH;):CH,S(0)>CHs

A 161 - CH3 OCF, H-

A 1.62 CH; OCF; CH3

A.1.64 CHs, OCF, CH(CH3)CH;

A,1.65 CH3 OCFa C(CHS)(CHa)CHa

166 CH; OCF, N

A.1.67 CHs OCF; /%>

A.1.68 CH; OCF, y

A.1.69 CHs OCF, / D

A1.70 CHs OCF; CH(CH,),CH,SCH;,

A7 CH; OCF; CH(CH;)CH,S{O)CHj;

A1.72 CHs OCF; CH{CHa3),CH,S(0).CHj

A.1.73 C! CF; H

A 1.74 Cl CF5 CH;

A1.75 C CF, CH.CH,




CH( CH3) 2C1- 12S(0) OH3 A. 1.192 Br C
CF2H CH3 A. 1.195 Br

CF2H H A 1. 194 Br

CH( CH3) 2CH2S( 0) 2CH3 A. 1. 193 Br

CF2H CH2CH3 A. 1.196 Br CF2H

CH( CH3) CH3wh oo dé3840Br CF2H C(CH3) (CH3) CH3 A. 1.198 Br G&ikp200001283
-116 -
Line Ra Rioo Rao
A.1.76 Cl CFs CH(CH,)CHs
7177 Cl CF, C(CHa)(CH5)CH,
A.1.78 Cl CF3 %
IA.1.79 Cl CFa /%
A.1.80 Cl CF, /AV
A.1.81 Cl CFs /%
A, 1.82 Cl CFs CH(CH;).CH;SCH;
A.1.83 Cl CF, CH(CH;)-CH,S(O)CH,
A.1.84 Cl CF, CH(CH3)2CH,S(0).CHs
A.1.85 Cl OCH,CF; ®H
A.1.86 Cl OCH.CF; CH5
A.1.87 Cl OCH.CF; CH,CHj;
A.1.88 Ci OCH,CF;  [CH(CH3)CHg
A.1.89 Cl OCH,CF;  |[C(CH3)(CH3)CH;
A.1.90 Cl OCH,CF; /ﬁ>
A.1.91 Cl OCH,CF; /%>
A.1.92 Cl * [OCH;CF; AV
A.1.93 Cl OCH,CFs /AD
A1.94 Ci OCH,CF,  |GH(CHa)2CH2SCH
A.1.95 Cl OCH.CF; CH(CH3),CH,S(0)CH,




A 1.199 Br CF2H - 122 - Line R a RIOD R20 A 1.200 Br CF2H AV
A 1.201 Br CF2H Al A 1.202 Br CF2H CH(CH3) 20H2SCH3 A 1.203 Br CF2H
CH( CH3) 2CH\% RoGis34d. 1. 204 Br CF2H CH( CH3) 2CH2S( 0) 2CH3 Peerf5r/001283

-117 -
Line qua R1UD Hzo
A.1.96 Cl OCH,CF;  [CH(CH3).CH,S(0),CH;
A.1.97 Cl Br H
A.1.99 Cl Br CH,CH;
A.1.101 Cl Br IC(CH3){(CH3)CH;
A.1.102 Cl Br %
A.1.103 Cl Br /%
A.1.104 Cl Br :
A.1.105 Ci Br A:'
A.1.106 Cl Br CH(CHa)gCHQSCHs
A.1.107 CI Br CH(CH3).CH>S(O)CHs
A.1.108 o] Br CH(CH3).CH,S(0),CHs
A.1,109 Cl Cl H
A.1.110 Cl Cl CHs
A1 111 Cl Cl CHoCH;
A1.112 Cl Cl CH(CH3)CHs,
A1,113 Cl Cl (C(CH,)(CH3)CH;
A.1.114 o] Cl %
A.1.115 Cl Cl /i
A 1,116 Cl Cl




Br OCF3 H A 1.206 Br
CH (CH3) CH3 A 1.209 Br OCF3 C(CH3) (CH3)CH3 A.1.210 Br OCF3

OCF3 CH3 A. 1.207 Br

A 1.211 Br WOCH87/23302 A. 1.212 Br OOF3 AV A 1.213

00F3 CH2CH3 A. 1.208 Br OC F3

e
PCT/EP2007/001283

-118-
Line Ria R1oo Rz

A1.117 Cl cl /AD
A.1.118 Cl Cl CH(CH3).CH,SCH
A.1.119 ClI Cl CH(CH3):CH.S(0)CH;
A.1.120 Cl Cl CH(CH3),CH,S(0),CHs
A.1.121 ] CF.H H '
A, 1,122 Cl CF.H CH;
A.1.123 Cl CFH CH,CHj
A.1.124 CH CF.H CH(CH3)CH;
A.1.125 Cl CF:H C(CHa)(CHs CHj3
A.1.126 Cl CF.H /\>
A1.127 Cl CF,H /%
A.1.128 Cl CF.H /Av
A.1,129 Cl CF,H . D
A.1.130 Cl CF:H H{CH3),CH,SCH;
A.1.131 Cl CF,H CH(CH3).CH.S{O)CHs
A.1.132 Cl CF.H CH(CH3).CH,S(0).CHj
A.1.133 C! OCF; H '
A.1.134 Cl OCF, CH;
A.1.135 Cl OCF; CH,CH,
A.1.136 Cl OCF, CH(CH3)CH;
A.1.137 Cl OGCF, C(CH3)(CHs)CH,
A.1.138 Cl OCF; /ﬁ>




Br OOF3 An A 1.214 Br OOF3 CH (CH3)2CH2SCH3 A. 1.215 Br OCF3 CH
(CH3) 2CH2S(0) CH3 A. 1.216 Br OCF3 CH ( CH3) 2CH2S(0) 2CH3 A. 1.217 CN CF3
HA 1. 218 @ 6906H3 A 1.219 ON CF3 CH2CH3 A 1.220 ON Ghepfrkshid) 53
A 1.221

-119 -

Line Ria Rioo Rao
A.1.139 Cl OCF; /i
A.1.140 Ci OCF; "
A1.141 Ci OCF, A‘:I
A.1.142 Cl QCF; ICH(CH,;),CH,SCH;4
A1.143 Ci OCF, CH(CHs)2CH,S(0)CH;
A1144 Cl OCF, CH(CHy)2CH,S(0),CHs
A.1.145 Br CF; H
A.1.146 Br CFa CHjs
A1.147 Br CFa CH2CHs
A.1.148 Br CFa CH(CHa)CHg
A1.149 Br CFs C(CHs)(CH3)CH,
A.1.150 Br CFs /ﬁ>
A.1.151 Br CFs /%
A.1.152 Br CFs /Av
A.1.153 Br CFa /A]:I
A.1.154 Br CF3 CH(CH3)20H280H3
In1-155 Br Fs CH(CH3)2CH25(0)CH;
A.1,156 Br CF,s CH(CH3)20H28(0)20H3
A.1.157 Br QOCH.CF3 H
A.1.158 Br OCHQCFQ CH3




ON CF3 C(CH3) (CH3) CH3 -
A 1.223 CM CF3 A.1.224 CN CF3

123 -

A 1.225 CN CF3

Line Ria A100 R20 A.1.222 CN CF3

WO 2007/093402 PCT/EP2007/001283
-120 -
Line R.a Rioo Rz

A.1.159 Br OCHcha CHgCHa

A 1.160 Br OCH,CF; CH(CH3)CH3

A.1.161 Br OCH.CF3  |C(CH5)(CHs)CH,

A.1.162 Br OCH,CF, /W>

A.1.163 Br OCH.CF; /%

A 1.164 Br OCH20F3

A.1.165 Br OCH.CF3 A:]

A.1.166 Br QCH,CF; CH(CH3)20H280H3

A.1.167 Br OCHcha CH(CHQ)gCHgS(O)CHa

A.1.168 Br OCH,CF;  |CH(CH3)2CH;S(0).CH;

A_1.169 Br Br H

A 1,170 Br Br CH,

A.1.171 Br Br CHcha

A1.172 Br Br CH(CH,3)CH3

A.1.173 Br Br C(CH3){CH3)CH;3

A.1.174 Br Br /\>

A.1.175 Br Br /%

A.1.176 Br Br v

A1.177 Br Br [I




A 1.226 CN CF3 CH(CH3)2CH2SCH3 A. 1.227 ON CF3 CH( CH3) 2CH2S( 0) CH3
A 1.228 ON CF3 CH(CH3)2CH2S(0)2CH3 A. 1.229 ON OCH2CF3 H A. 1.230 ON
OCH2CF3 CH®VOW007/23402CN OCH2CF3 CH2CH3 A. 1. 232 ON

PCT/EP2007/001283

-121 -
Line Ra Rioo Rz

A.1.178 Br Br CH{CH3):CH,SCHs,
A.1.179 Br Br CH(CH3)2CH2S(0)CHs
A.1.180 Br Br CH(CH3):CH,S(0),CHs
A.1.181 Br Cl H
A.1.182 Br Cl CHs
A.1.183 Br Cl CH2CH,
1A.1.185 Br Ci C(CHy)(CHa)CHs
A.1,186 Br Cl /\>
A.1.187 Br Cl /%
A.1.188 Br Cl v
A1.189 Br cl A:’
A.1.190 Br Cl CH{CH3),CH,SCH,
A.1.191 Br Cl CH(CHz3)2CH.S(O)CHs
A.1.192 Br Cl CH{CH3),CH,S(0),CH;
A.1.193 Br CF.H H
A.1.194 Br CF.H CHs
A.1.195 Br CF,H CH,CHs
A.1.196 Br CFaH CH(CHS)CHg
A.1.197 Br CFH C(CH3)(CH3)CH,
A.1.198 Br CFzH /w>
A.1.199 Br CF.H /%




OCH2CF3 CH(CH3) CH3 A. 1.233 ON OCH2CF3 C(OH3) (CH3)CH3 A.1.234 CN
O0OH20F3 A 1.235 CM OCH2CF3 A. 1.236 ON CCH2CF3 AV

OCH2CF3

Al A1 237 CN

wo AoFesda3 ON PCT/EP2007/001283
- 122 -
Line Rl a Rmo Hgg

A.1.200 Br CF.H ;

A1.201 Br CF,H AD

A.1.202 Br CF.H CH(CH3).CH,SCHj

A.1.204 Br CF.H CH(CHa).CH,S(0),CH,

1a.1.205 Br OCF, H

A.1.206 Br OCF; CH,

A, 1.207 Br OCF3 CH>CH,

A.1.208 Br OCF; CH(CH3)CHz

A .1.209 Br OCF, C(CH3)(CH3)CHj,3

A.1.210 Br OCF, /\D

A1.211 Br OCF; /%

A.1.212 Br OCF, :

A.1.213 Br OCF, /lD

IA.1.214 Br OCF3 CH(CHa)zCHzSCHa

A.1.215 Br OCFs CH(CH,),CH,S(O)CH;

A.1.218 Br OCF3 CH(CHs)QCHQS(O)QCHs

A.1.217 CN CF, H

A.1.218 CN CF, CH,4

AL1.219 CN CF3 CH,CH4

A.1.220 CN CFa CH(CH3)CH,

A.1.221 CN CFa C{CH3)(CH3)CH;



OCH2CF3 CH( CH3) 2CH2SCH3 A 1 239 ON OCH2CF3 CH(CH3) 2CH2S(0) OH3

A 1.240 ON OCH2CF3 CH(CH3) 20H2S(0)2CH3 - 124 - Line

A 1.241 CWOBO7/H934021. 242 ON

R a R100 R20
PCT/EP2007/001283

Line Rsa Rieo Rzo
b2z [CN CFs >
A.1.223 CN CF, /%
A.1.224 CN CFa :
A.1.225 CN CFs /%
A.1.226 CN CF, CH(CH3).CH,SCH,3
A.1.227 CN CF3 CH(CH3).CH,S(0)CH;
A.1.228 CN CF3 CH(CHa)zCHzS(O)zCHa
A.1.229 CN OCH,CF;, H
A.1.230 CN OCH,CF; [CH,
n.1.231 CN OCH,CF;  ICH,CH,
A.1.232 CN OCH,CF;  [CH(CH3)CH;
A.1.233 CN OCH,CF;  |C(CH3)(CH3)CH,
A.1.234 CN OCH,CF; /w>
IA.1.235 CN OCH.CF; /%
A.1.236 CN OCH,CF; :

/A |

A.1.237 CN OCH.CF,
A.1.238 CN OCH,CF;  |CH(CHa),CH>SCH;
A.1.239 CN OCH,CF;  |CH{CH,).CH.S(O)CHs




Br CH3 A 1.243 CN Br CH2CH3 A 1.244 ON Br CH(CH3)CH3 A 1.245 CN
Br C(CH3)(OH3)CH3 A.1.246 ON Br n> A.1.247 CN Br

WO 2007/093402 PCT/EP2007/001283
-124 -
Line Ria Rioo Rzo

A.1.241 CN Br H

A.1.242 CN Br CH,

A.1.243 CN Br CH-CH3

A.1.244 CN Br CH(CH3)CHs

A.1.245 CN Br C(CHg)(CH;3)CHj4

A.1.248 CN Br /\>

A.1.247 CN Br /%

A.1.248 CN Br y

A.1.249 CN Br / D

A.1.250 CN Br CH(CH3),CH,SCH,

A.1.251 CN Br CH(CH,),CH.S(O)CH,

A.1.252 CN Br CH(CHs),CH»S(0),CH;

A 1.253 CN Cl H

A.1.254 CN Cl CH,

A.1.255 CN Cl CH.CH;

A.1.256 CN Cl CH(CH3)CHs

A.1.257 CN cl C(CH3)(CH3s)CH;

A.1.258 CN Cl /\>

A.1,259 CN Cl /%>

A.1.260 ICN Cl C




A.1.248 CN Br

AV A 1.249 CN Br

All A1.250 ON Br

CH( CH3) 2CH2SCH3 A. 1.251 CN Br CH(CH3)2CH2S(0)CH3 A.1.252 ON Br
CH( CH3) 2CHR&{ B)2@BIBRA. 1. 253

PCT/EP2007/001283

- 125 -
Line Ria R1oo Rzo

1,261 CN Cl Aj
A.1.262 CN Cl CH{CH3).CH,SCH;
A.1.263 CN Cl CH(CHs):CH=S(0)CHj
A.1.264 CN Cl CH(CH;)>,CH,S(0),CHj;
A.1.265 CN CF-H H
A.1.266 CN CF,H CH,
A.1.267 CN CF.H CH,CH3
A.1.268 CN CFzH CH(CH3)CH3
A.1.269 CN CF.H C(CH3)(CH3)CH,
A.1.270 CN CF,H %
AL1.271 CN CF.H /%>
A.1.272 CN CF.H v
71273 CN CFH AD
A.1.274 CN CF:H CH(CHa):CH»SCHs
A1.275 CN CF.H CH{CH31),CH,S{O)CH;
A.1.276 CN CF.H CH{CH3).CH,S(0).CH3
A1.277 CN OCF, H
A.1.278 CN OCF; ICH5
81,279 CN OCF; CH,CH4
A-1.280 N CF3 CH(CH3)CH3
A.1.281 CN OCF; C{CH3){CH3)CH3
A.1.282 CN OCF; /\>




ON O HA1.254 CN C
CH(CH3) CH3 A.1.257 ON C

CH3 A 1.255 ON C
C(CH3) (CH3) CH3 A.1.258 ON

CH2CH3 A 1.256 ON C

WO 2007/093402 PCT/EP2007/001283
-126 -
Line R.a Rioo Rzo
A.1.283 CN OCF; /%
1A.1.284 CN OCF;
IA,1.285 CN OCF; /%
AL1.286 CN OCF; CH{CHa4).CH,SCHs
1A.1.287 CN QOCF; CH(CH,)2:CH,S(0O)CH;
A.1.288 CN OCF, CH{CH3)>CH,S(0).CH3
A.1.289 | CFs H
A.1.290 | CF5 CHg
A.1.291 | CFa CH.CH3
A.1.,2G92 | CF3 CH{CH3)CHgz
A 1,293 [ CF3 (C{CH3)(CH3)CH;
A1.294 CF;
A.1.295 | CFs Xv
A.1.296 | CFs ;
A.1.297 i CF3
A.1.298 | CFa CH(CH;):CH,SCH;
A.1.299 | CFs CH{CH3),CH=S(O)CH5
A.1.300 | CF3 CH{CH3)>CH:S(0).CH;




c n>A125 CM d

-t

A 1.260 CN Cd AV

125- Line R a

RmR2O A.1.261 CN Cl Al Il
WO 2007/093402 PCT/EP2007/001283
-127 -
Line Ria R0 Rzo

A.1.301 [ OCH;CF; H

A.1.302 I OCH,CF3 CH;

A.1.303 | (OCH.CF, CH.CH4

A.1.,304 | OCH.CFs  [CH(CHg)CH;

A.1.305 i OCH.CF;  |[C(CH3)(CH3)CHs

A.1.306 l OCH.CF; %

A.1.307 i OCH.CF4 /%

A.1.308 I OCH,CF, 7 \/

A.1.309 | OCH.CF, /AD

ALT.310 I OCH.CF; CH(CH,;),CH.SCH;

A.1.311 | QCH,CF; CH{CH3),CH,S(O)CH;4

A.1.312 i OCH,CF;  [CH{CH;),CH,S{0).CH;

A.1.313 I Br H

A.1.314 I Br CH,4

A 1.315 | Br CH.CH5

A.1.316 | Br CH(CHa)CHa

A1.317 [ Br C(CH3){CH3)CHs

A.1.318 I Br /\D

A.1.319 Br /i

A.1.320 1 Br ” \V/

A.1.321 I Br /AD




A 1 262 CN O CH(CH3)20H2SCH3 A 1 263 CM Cl CH( CH3) 2CH2S( 0) CH3
A 1.264 ON C CH(CH3)2CH2S(0)20H3 A. 1.265 CN CF2H H A. 1.266 CN CF2H

CH3 WO 2007/093402 PCT/EP2007/001283
-128 -
Line Ria R0 R

A.1.322 | Br CH(CHa)gCHzSCHs

A.1.323 I Br CH{CHj3).CH,S{Q)CHj5

A.1.324 f Br CH{CHj3),CH,S(0),CHs

A.1.325 I Cl H

A.1.326 [ Cl CH;

A.1.327 [ Cl CH,CHj;

A.1.328 I N CH(CH3)CHg

A.1.329 I Cl C(CH3){CH3)CHs

A.1,330 I Ci

A.1.331 | Cl

>
5
.

A.1.332

A.1.333 | iCl

A.1.334 I CI CH({CH3):CH,SCH
A.1.335 | Cl CH(CHg)2CH:S(O)CHs
A1.336 | Ci CH{CHg)2CHS(0).CHs
A.1.337 [ CF.H H

A.1.338 | CFH CHa

1,339 1 CFH CH,CHs

A 1340 | CF.H CH(CH4)CH3

R34l | CF.H C{CHo)(CF)CHa

.1.342 | CF,H /\D




A 1.267 ON CF2H CH2CH3 A. 1.268 CM CF2H CH(CH3) CH3 A. 1.269 ON CF2H
C(CH3) (CH3) CH3 A. 1.270 ON CF2H A.1.271 ON CF2H ---t A 1.272 ON CF2H

A. 1. 273 ONWCERBI/g43402 PCT/EP2007/001283
-129 -
Line Ria Rio0 Rao

A.1.343 ! CFH

A.1.344 CF,H v

A.1.345 | CF.H /AD

IA.1.346 I CF.H CH{CH3),CH,SCH;

A.1.347 ! CF.H CH(CH3),CH>S(O)CHj;

A.1.348 | CF:H CH{CHj3),CH,S(0).CHj

A.1.349 i OCF; H

IA.1.350 | OCF; CH»

A.1.351 | OCk; CHCH3

A.1.352 i OCF; (CH(CHa)CHs

A.1.353 | OCF; C(CH3}{CH3)CH,

A.1.354 ! OCF, /\>

A.1.355 I OCF3 /%

A.1.356 OCFy’ v

A.1.357 | OCF, /AD

A.1.358 | OCF, CH(CH3).CH-SCH;

A 1.359 | OCF, CH(CH3),CH>S(O)CHj;

A.1.360 I OCF; CH(CH3),CH2S(0).CH;

A.1.361 C=CH CFs H

A 1.362 C=CH CF3 CH3

A.1.363 C=CH CFs; CH,CH;




A 1.274 ON CF2H CH(CH3) 2CH2SCH3 A. 1.275 ON CF2H CH( CH3) 2CH2S( 0) CH3
A 1.276 ON CF21-1 CH(CH3)20H2S(0)2CH3 A. 1.277 ON OCF3 H A 1.278 CN

OCF3 CH3 AwD #é®0Gh20CF3 CH2CH3 A. 1. 280 ON OCF3 CH( etBEtiadr /001283
-130 -
Line R.a Riao Rzo
A,1.364 C=CH CF3 CH(CH;)CH3
A.1.365 C=CH CF3 C(CH3)(CH3)CH;
C=CH /}>
A.1.366 CFs
C=CH
A.1.367 CF3
C=CH
A.1.368 CFa v
=CH
A.1.369 CF3 /AD
A.1.370 C=CH CFg CH (CHa)zCHaSCHg
A.1.371 C=CH CFa CH(CHa)gCHaS(O)CHa
A.1.372 C=CH CF:; CH(CHs)aCHzS(O)zCH3
A.1.373 C=CH OCHzCFa H
A, 1.374 C=CH OCH.CF, CH3
A.1.375 C=CH OCH,CF; [CH,CH,
A.1.376 C=CH OCH,CF; CH(CH,;)CH3
A 1,377 C=CH OCH,CF; C{CH3)(CH3)CHg
C=CH /ﬁ>
A.1.378 OCH,CF;
C=CH
1A.1.379 OCH,CF,
C=CH
A.1.380 OCH.CF; ;
C=CH A
A.1.381 OCH.CF; /QD
IA.1.382 C=CH OCH,CF4 CH(CH3),CH,SCH;3
A,.1.383 CECH OCHzC Fa CH(CHa)gCHgS(O)CHa




A.1.281 CM O0F3 C(CH3)(CH3)CH3 A 1.282 ON OCF3

WD 2007/ 093402 - 126

- Line RRa R1I00 R20 A. 1.283 CN OCF3 A.1.284 CN O0O0F3 A. 1.285 CN
OCF3 Al l Awlo 286093402 PCT/EP2007/001283
-131 -
Line Hia Rmo Hao
1A.1.384 C=CH OCH.CF;  {CH(CH;)CH,S(0),CH,
A.1.385 C=CH Br H
A.1.386 C=CH Br CHs;
IA.1.387 C=CH Br CH-CH;
A.1.388 C=CH Br CH(CH3)0H3
A.1.389 C=CH Br C(CH,){CH3)CH,
C=CH /ﬁ>
A.1.390 Br
C=CH
A.1.391 Br
C=CH
A.1.392 Br g \/
C=CH
A.1.393 Br /AI__—,
A.1.394 C=CH Br CH(CH;).CH,SCH;,
A.1.395 C=CH Br CH(CHs):CH-S(O)CH;
A.1.396 C=CH Br CH(CH5).CH,S(0),CHs
A.1.397 C=CH Ci H
A.1.398 C=CH Cl CH,
A.1.399 C=CH Ci CH:CH,
A.1.400 C=CH Cl CH(CH3)CH;
A.1.401 C=CH Cl C(CHa)(CH,)CHs
C=CH
A.1.402 cl N
C=CH
A.1.403 Cl
C=CH
A 1.404 Cl - Y




CN OCF3 CH( CH3) 2CH2SCH3 A. 1.287 CN OCF3 CH( CH3) 2CH2S(0) CH3 A. 1.288 CN
OC F3 C H (CH3)2CH2S (0)2CH 3 A 1 289 | CF3 H A 1.290 | CF3 CH3
A 1.291 | GRB2GHRGH3 A 1.292 | CF3 CH(CH3)CH3 A 1.293 pCI/EP2007/001253

-132 -
Line Rsa Rigw Ras
C=CH
A.1.405 Cl /AD
A.1.406 C=CH Cl CH(CH,):CH,SCH,
A.1.407 C=CH Cl CH(CH3)2CH,S(O)CH;
A.1.408 C=CH Cl CH(CH3)2CH,S(0).CHs
A.1.409 C=CH CF,H H ‘
A.1.410 C=CH CF;H CHs
A.1.411 C=CH CF.H CH,CH;
A1.412 |c=cH CF,H CH(CH3)CH;
A.1.413 C=CH CF.H C(CH3)(CH3)CHs
C=CH /\[>
A.1.414 ICF.H
C=CH
A.1.415  [CFH /%.
C=CH
A.1.416 CF.H g \/
C=CH
A1.417 CFoH /AD
A.1.418 =CH CF.H CH(CH3),CH,SCH,
r.1.419 C=CH CF.H CH(CHa):CH;S(O)CH,
A.1.420 C=CH CF.H CH(CHs3),CH,S(0).CH,
A.1.421 C=CH OCF, H
A.1.422 C=CH OCF, CH,
A.1.423 C=CH OCF, CH,CH,
A.1.424 C=CH OCF; CH(CHs)CHs
A.1.425 C=CH OCF; C{CH;3)(CH;)CH;
C=CH /ﬁ>
A.1.426 OCF;




CH3) (CH3)CH3 A.1.294 | CF3 ..---,..v, A 1.295 | CF3 XV
I CF3 A7 A1 297 | CF3 AO A 1. 298 | CF3 CH(CH3) 2CH2SCH3
| @d-Dofadsfori3) 2C1- 125(0) CH3 A. 1. 300 PCT/EP2007/001283
-133 -
Line Ria Rioo Rao
C=CH
A.1.427 OCF;
C=CH
A.1.428 OCF; - v
C=CH
A.1.429 OCF, /%
A.1.430 C=CH OCF; CH(CH3).CH,SCH;
A.1.431 C=CH OCF; CH{CH;).CH.S{O)CH,;
A.1.432 C=CH OCF, CH(CHj3)2CH:S(0)2CHs
A.1.433 H CF3 H
A.1.434 H CF; CH,
A.1.435 H CF4 CH,CH-
A.1.436 H CFs - CH(CH3)CH;
A.1.437 H CF, C(CHg)(CHz)CHa
A1.438 H CFa /ﬁ>
1A4.1.439 H CF3 /i
A.1.440 H CF; - \/
A.1.441 H CFs /AD
A.1.442 H CF, CH{CH,),CH,SCH,
A.1.443 H CF3; CH(CH3)2CHzS(O)CHj4
A 1.444 H CF3 CH(CHj;).CHzS(0),CHs
A.1.445 H OCH,CF; H
A,1.448 H OCH,CFs |CH,
A.1.447 H OCH,CFz  |CHyCH,




| CF3 CH(CH3)2CH2S(0) 2CH3 WD 2007/093402 - 127 - Line R a RmR20
A.1.301 1| OCH2CF3 H A.1.302 | OCH2CF3 CH3 A. 1.303 I OCH2CF3 CH2CH3
A 1.304 | @OBCHF®3ME( CH3) CH3 A. 1.305 | OCH2CF3 C( CH3) ( QriS)/Ei4807/80128806
-134 -
Line Ria Hmo Rzo
A.1.448 H : OCH,CF;  [CH(CH3)CH;
A.1.449 H OCH,CF;  IC(CH3){CH3)CHs
A.1.450 H OCH,CF; /\D
A.1.451 H OCH,CF; /%
A.1.452 H OCH,CF3 v
A 1.453 H OCH,CF, /AD
A.1.454 H OCH,CF;  [CH(CHa),CH.SCHs
A.1.455 H OCH,CF;  [CH{CH3),CH,S(O)CH;
A.1.456 H OCH,CF;  [CH(CHj),CH,S(0),CHs
A.1.457 H Br H
A.1.458 H Br CHj
A, 1.459 H Br CH,CH3
A.1.460 H Br ICH(CH3)CH;
A.1.462 H Br /}>
A.1.463 H Br %
A.1.464 H Br y
A
A.1.465 H Br Aj
A.1.466 H Br CH(CHa)QCHQSCHa
A.1.467 M Br CH(CHs),CH,S(O)CH,




| OCH2CF3 ---\r-> A 1.307 | OCH2CF3 A.1.308 | OCH2CF3 -AV A 1.309 |

OCH2CF3 A 1.310 I OCH2CF3 CH(CH3) 2CH2SCH3 A. 1.311 |
WO 2007/093402 PCT/EP2007/001283
-135 -
Line R1a Hmo qu

A.1.468 H Br CH(CH;)2CH,S(0),CHs

A.1.469 H Cl H

A.1.470 H Cl CHs

A, 1.471 H Ci CH.CH,4

A.1.472 H Cl CH(CHa)CHa

1A.1.473 H Cl C(CHaz){CH3)CH3

A.1.474 H Cl /\>

A.1.475 H Cl /%

A.1.476 H Cl ’ V

A.1.477 H Cl /AD

A 1.478 H Cl CH{CH;),CH,SCH;

A.1.479 H Ci CH(CH,;).CH,S(O)CHj3

A.1.480 H Cl CH(CHs)2CH2S(0),CH,

A.1.481 H CF,H H

A.1.482 H CF,H CH,

A.1.483 H CF,H CH,CH,

A.1.484 H CF.H CH(CH3)CHs

A.1.485 H CFzH C(CH3)(CH5)CH,

A.1.486 H CF.H /\>

IA.1.487 H CF,H /%

A.1.488 H CF.H v




OCH2CF3 CH( CH3) 2CH2S(0) CH3 A. 1.312 |

OCH2CF3 CH( CH3) 2CH2S( 0) 2CH3

A 1.313 1 Br H A 1.314 1 Br CH3 A.1.315 1 Br CH2CH3 A.1.316 | Br
CH( CH3) CH3wha %00Bded40 Br C(CH3) (CH3)CH3 A. 1.318 | Br M Apdr/BiX071001283
-136 -
Line R:a Rico Rzo

A.1.480 H CF,H /AD

A.1.490 H CF.H CH(CH3).CH,SCH;

A.1.491 H CF.H CH(CHj3),CH.S(O)CHa

A1.402 H CF,H GH(CH3),CH»S5(0),CH

A.1.493 H OCF, H

A.1.494 H OCF, CH,

A.1.495 H OCF3 CH.CH4

A.1.496 H OCF; CH(CH3)CH;

A.1,497 H OCF; C(CH3){CHz)CH;

A1.498 H OCF, /\D

A.1.499 H OCF; /%

A.1.500 H OCF3 /AV

A.1.501 H OCF, AEI

A.1.502 H OCF, CH(CH3),CH,SCH;,

A.1.603 H QOCF; CH(CH3).CH,S(O)CH;

A.1.504 H OCF; CH(CH;},CH;5(0).CHjs

A.1.505 Cl OCH; H

A.1.506 Cl OCHs CH,

A.1.507 Ci OCH;, CH-CH;

A.1.508 Cl OCH; CH(CH3)CHs3

A.1.500 Ci OCH, C(CH:)(CH,)CH3

A.1.510 Cl OCH, /\[>




Br A.1.320 | Br A.1.321 | Br - 128- Line File R oo
R20
WO 2007/093402 PCT/EP2007/001283
-137 -
Line R.a Rioo Rzo

A.1.511 Cl OCH; /%

A1.512 Cl OCH, /AV

A.1.513 Cl /%

A, 1.514 Cl OCH; CH(CH3).CH-SCH;

A1.515 Cl OCH; CH(CH3).CH,S(O)CHs

A.1.516 Cl OCH, CH(CH3),CH,S{0).CHs

A.1.517 Br OCH; H

A.1.518 Br OCH,4 CH,

1A.1.519 Br OCHa CHzCHs

A.1.520 Br OCH,3 CH(CHa)CHa

A.1.521 Br OCH, C(CHs)(CHs)CH3

A.1.522 Br OCH,4

A.1.523 Br OCH; /%

A, 1.624 Br OCHg /AV

A.1.525 Br /AD

A.1.526 Br OCH;, CH(CH,;),CH,SCHj;

A.1.527 Br OCH,3 CH(CH3),CH-S(O)CHs

A.1.528 Br OCH; CH{CH3),CH,S(0),CH;

A.1.529 CHa OCHj; H

A.1.530 CH, OCH3 CHa

A,1.631 CHj3 OCH; CH2CH3




A 1.322 | Br CH(CH3)2CH2SOH3 A. 1.323 |
| Br CH(CH3)2CH2S(0)2CH3 A. 1.325 |

C HA1.326 1 C

CH2CH3 A. 1waPRwt0%8k02CH( CH3) CH3 A. 1. 329

CH3 A 1.327 |
PCT/EP2007/001283

Br CH( CH3) 2CH23(0) CH3 A. 1. 324

c

- 138 -

Line Ria Rioo Rz
A. 1,532 CHs OCH, CH(CH3)CH,
A.1.533 CH3 OCH; C{CH3)(CH3)CH3
1A.1.534 CHs OCH;5
A.1.535 CH; OCH, /i
A.1.536 CHs OCH,4 v
A.1.537 CH, /%
A.1.538 CHy OCH, CH(CHj)2CH,SCHs
A 1.539 CHa OCHj,4 CH(CH3)2CH,S(0O)CHj;
A.1.540 CH, OCH; CH{CHaj).CHz5{0)>CHs
A.1.541 H OCH; H
A.1.542 H OCH; CHs
A.1.543 H OCH;a CH.CH;
A.1.544 H QCH; CH{CH,)CH,
A.1.545 H OCH; C(CH3)(CH3)CH4
A.1.546 H OCHs,4
A.1.547 H OCH; /%
A 1.548 H JCH3
A.1.549 H OCHs /AD
A.1.550 H OCH, CH{CH3),CH,SCH;




I C

C(CH3) (CH3) CH3 A. 1.330 | Cl

Al.>A1.331 1 C
CH( CH3) 2CH2SCH3 A. 1.335 |

Cl AV A 1.3331 C Al A.1.334 1 C
CH( CH3) 2CHz 8 (200+fabt0A. 1. 336
-138 -
Line R1a H1(}0 Rp_o
A.1.551 H OCH; CH(CH;)2CH2S(O)CH3
A.1.552 H OCHj, CH(CH;):CH.S{0),CHjs
A.1.653 C=CH OCH; H
A.1.554 C=CH OCH; CH3
A.1.555 C=CH OCH, CH>CH;
A, 1.556 C=CH OCH; CH(CH,;)CH,
A.1.557 C=CH OCH, C(CH3)(CH3)CH;
C=CH /\>
IA.1.558 OCH;
G=CH
A.1.559 OCH;
C=CH f
A.1.560 OCH,
C=CH .
A.1.561 OCH, //Cﬁ:]
AT 562 C=CH OCH3 CH(CH3)20H280H3
A.1.564 C=CH OCH; CH(CH3)2CH,S(0).CHj;

PCT/EP2007/001283

Table 1: This table discloses the 564 compounds T1.1.1 to T1.1.564 of the formula

> A 1.332 |

c

100
o IUN
a L
NH /2
g _Ni\\g (1),

N* 0
N HN

H3C \Hzo

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Ry and

Rieo has the specific meaning given in the corresponding line, appropriately selected from



Ol CH(CH3) 2CH2S(0) 2CH3 A. 1.337 | CF2H H A. 1.338 | CF2H CH3 A. 1. 339
CF2H CH2CH3 A. 1.340 | CF2H CH(CH3) CH3 A 1.341 | CF2H O CHXCH3) CH3
1

I
I 2
A 1.342 | G@iRidorme93doz> - 129 - Line Flo. R oo PCT/EP2007/001283

- 140 -

the 564 lines A.1.1 to A.1. 564 of the Table A. For example, the specific compound T1.1.23
is the compound of the formula T1, in which each of the of the variables R;a, Rap and Rygo
has the specific meaning given in the line A.1.23 of the Table A. According to the same
system, also all of the other 564 specific compounds disclosed in the Table 1 as well as all of
the specific compounds disclosed in the Tables 2 to 103 are specified analogously.

Table 2: This table discloses the 564 compounds T2.1.1 to T2.1.564 of the formula

HWD
[N
Ra N a
NH 4
N \ (T2)
H,C 2 HN
H 20

in which, for each of these 564 specific compounds, each of the of the variables R,,, Ry and
Rs0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 3: This table discloses the 564 compounds T73.1.1 to T3.1.564 of the formula

in which, for each of these 564 specific compounds, each of the of the variables R,, Rz and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 4: This table discloses the 564 compounds T4.1.1 to T4.1.564 of the formula



Rzo A 1.343 | CF2H ..... t A.1.344 | CF2H /AV A 1.345 | CF2H AD
A 1.346 | CF2H CH(CH3) 2CH2SCH3 A. 1.347 | CF2H CH( CH3) 2CH2S( 0) CH3
A 1.348 | BRZMOTEEERI) 2CH2S(0) 2CH3 A 1.349 | OCF3 H A 1pC3HEP200700E83
- 141 -
F110[)

N

o D
R,a N o
NH %
Nﬁ (T4),
NZ | ° =
N HN
HZO

in which, for each of these 564 specific compounds, each of the of the variables R,, Ra and
Rioo has the specific meaning given in the corresponding line, appropriately sejected from
the 564 lines A.1.1 to A.1.564 of the Table A,

Table 5: This table discloses the 564 compounds T5.1.1 to T5.1.564 of the formula

R'IUD

(TS)I

in which, for each of these 564 specific compounds, each of the of the variables Ry, Ry and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Takle A.

Table 6: This table discloses the 564 compounds T6.1.1 to T6.1.564 of the formula

H100




J>/Q(%

351 | OCF3 CH2CH3 A.1.352 | OCF3 CH(CH3)CH3 A 1 353 | OCF3

A 1.
CH3) ( CH3) CH3 A.1.354 1 OCF3 --- \I> A 1.355 |1 OCF3 ...--t
. 1.356 | W@OR8L7/0b340A. 1. 357 | OCF3 PCT/EP2007/001283
-142 -

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Rao and
Rico has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 7: This table discloses the 564 compounds T7.1.1 to T7.1.564 of the formula

R‘IOO

\
5L 5 -
-.r?| T[>
CH,

in which, for each of these 564 specific compounds, each of the of the variables Ry, Ry and
Ri00 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Tablg A.

Table 8: This table discloses the 564 compounds T8.1.1 to T8.1.564 of the formula

R‘lOD
o JN
R,a N a
NH %
HO AN NG
H 20

in which, for each of these 564 specific compounds, each of the of the variables R;a, Rz and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 9: This table discloses the 564 compounds T9.1.1 to T9.1.564 of the formula




An A 1.358 | OCF3 CH(CH3)2CH2SCH3 A. 1.359 | OCF3 CH(CH3)2CH2S(0) CH3
A.1.360 | OCF3 CH(CH3)2CH2S(0) 2CH3 A. 1.361 CECH CF3 H A. 1.362 CECH C
F3 CH3 A 1w@tidofaesfokl C F3 CH2C H3 WO 2007/ 093402 - 130pe1/ERzbév@oizss @
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100
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R,a N ¢
NH N7 Y
N/‘ 0 == (Tg)!
N HN
HaC/H/ \qu
CH,

in which, for each of these 564 specific compounds, each of the of the variables Rya, Rz and
Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 10: This table discloses the 564 compounds T10.1.1 to T10.1.564 of the formula

00

o) L)
R,a N o«
NHO N\g (T10),
e
H20

in which, for each of these 564 speacific compounds, each of the of the variables Ria, Rz and -
Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 11: This table discloses the 564 compounds T11.1.1 to T11.1.564 of the formula

100
N
o N
R,a N o
NH 7
0 ‘= |
HN
=N HN
N
Hzo

in which, for each of these 564 specific compounds, each of the of the variables Rias, Rz and
Rieo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.



RI00 R20 A 1.364 CE-CH CF3 CH(CH3)CH3 A. 1.365 CE-CH CF3
C(CH3) (CH3) CH3 A 1.366 CEECH CF3 ---- \l> A 1.367 CECH CF3
----el> A VRBH8EEOR CF3 PCT/EP2007/001283
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Table 12: This table discloses the 564 compounds T12.1.1 to T12.1.564 of the formula

100
o LN
R,a N a
NH 7
0 ————
HCmpy
=N HN
HED

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Ry and
Rigo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A,

Table 13: This table discloses the 564 compounds T13.1.1 to T13.1.564 of the formula

in which, for each of these 564 specific compounds, each of the of the variables R,, Rz and
Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 14: This table discloses the 564 compounds T14.1.1 to T14.1.564 of the formula




AV A 1.369 CECH CF3 An A 1.370 CECH CF3 CH(CH3)2CH2SCH3 A. 1.371
CECH CF3 CH(CH3)2CH2S(0)CH3 A. 1.372 CECH CF3 CH(CH3)2CH2S(0)2CH3

A. 1. 373 CE®9 200@42063 H A 1.374 PCT/EP2007/001283
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100
o LN
R,a N o
NH #
'O
NS HN
\Hzn

in which, for each of these 564 specific compounds, each of the of the variables R;a, Rog and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 15: This table discioses the 564 compounds T15.1.1 to T15.1.564 of the formula

[N
R N ¢
N N@ (T15),
s °
=N HN_
RZD

in which, for each of these 564 specific compounds, each of the of the variables R;,, Rz and
R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 16: This table discloses the 564 compounds T16.1.1 to T16.1.564 of the formula




GEC H OCH2CF3 CH3 A 1.375 CECH OCH2CF3 CH2CH3 A.1.376 CE---CH
OCH2CF3 CH(CH3)CH3 A.1.377 CECH OCH2CF3 C(CH3)(CH3)CH3 A.1.378
CECH OCH2emeR007093402A. 1. 379 CE- CH PCT/EP2007/001283
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in which, for each of these 564 specific compounds, each of the of the variables R,,, Rs and
Rieo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 17: This table discloses the 564 compounds T17.1.1 to T17.1.564 of the formula

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rx and
Rie has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A,

Table 18: This table discloses the 564 compounds T18.1.1 to T18.1.564 of the formula

00
[N
Ra N o
NH NS (T18),
HN : g ©
\H 20

in which, for each of these 564 specific compounds, each of the of the variables R,, Ry and

Rigo hasthespecific meaning givenin the corresponding ling, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 19: This table discloses the 564 compounds T19.1.1 to T19.1.564 of the formula



OCH2CF3  A. 1.380 CECH OCH2CF3 < CECH / Th A 1.381

OCH2CF3  A.1.382 CECH OCH2CF3
WO 2007/093402 PCT/EP2007/001283
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in which, for each of these 564 specific compounds, each of the of the variables Rya, R and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A. :

Table 20: This table discioses the 564 compounds T20.1.1 to T20.1.564 of the formula

in which, for each of these 564 specific compounds, each of the of the variables Ry, Ry and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 21: This table discloses the 564 compounds T21.1.1 to T21.1.564 of the formula




CH( CH3) 2CH2SCH3 A. 1.383 CECH 0 CH2C F3 C H (C H3)2CH2S (0 ) CH3
-131 - Line Ria Rio0 RO A 1.384 CECH OCH2CF3 CH(CH3) 2CH2S(0) 2CH3
A 1.385 CEWQ27/0%34421. 386 CECH Br CH3 A 1.387 CECH Br (BEXG3003/0012888

CECH
- 148 -

100
\

o N
Ra N«
G5 -
HC., ©
HN\RZO

in which, for each of these 564 specific compounds, each of the of the variables R;,, Rsp and
Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 22: This table discloses the 564 compounds T22.1.1 to T22.1.564 of the formula

o JL A
R,a N ¢
NH 7%
D e,
H,C. o
= HN

~

(o] RZU

in which, for each of these 564 specific compounds, each of the of the variables Ria, Rz and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A. '

Table 23: This table discloses the 564 compounds T23.1.1 to T23.1.564 of the formula




Br CH(CH3)CH3 A. 1.389 CECH Br C(CH3)(CH3)CH3 A.1.390 CECH Br ----))>

A.1.391 CECH Br A. 1.392 CECH Br 04.1.393 CECH Br Alil A 1.394
CECH Br CHMOHIY2EBRECH3 A. 1. 395 CECH PCT/EP2007/001283
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Hwo
o JLow
R,a N a
NH 7
”\j (123),
0
\ N_CHHN\H
Cl 3 20

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Ry and
Rice has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 24: This table discloses the 564 compounds T24.1.1 to T24.1.564 of the formula

Rlﬂﬂ
o, LN
R,a N ¢
NH %
0 ———
N-NH HN
- ~
HEO

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rz and
Rig has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A. -

Table 25: This table discloses the 564 compounds T25.1.1 to T25.1.564 of the formula




Br CH( CH3) 2CH28(0) CH3 A. 1.396 CECH Br CH(CH3)2CH23(0) 2CH3 A. 1. 397
CECH O H A 1.398 CECH CI CH3 A 1.399 CECH Cl CH2CH3 A.1.400 CECH Cl
CH( CH3) CH3WAR 200%@93402ECH CI C( CH3) (CH3) CH3 A. 1. 402 CECH RYT/EPA07/001283

A.1.403 CECH
- 150 -

Riw

o o
R.a N Cl
NH 7
O —————
\S
N—-N, HN
CH,

HZD

in which, for each of these 564 specific compounds, each of the of the variables Ry, Rz and
Rie has the specific meaning given in the correspending line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 26: This table discloses the 564 compounds T26.1.1 to T26.1.564 of the formula

RIOO
o M
R,a N«
NH 4
O
O ———
HN
N= HN_
RED

in which, for each of these 564 specific compounds, each of the of the variables R;a, Rz and
Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A. '

Table 27: This table discloses the 564 compounds T27.1.1 to T27.1.564 of the formula




a zus
CECH C

A.1.404 CECH Cl AV - 132 - Line R a R oo R20 A 1.405

Alil A 1.406 CE-CH
WO 2007/093402 PCT/EP2007/001283
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RIOO
o oA
H1a N Cl
NH 4
NN (T,
0 ]
HC~n
1Y
N= HN_
RZU

in which, for each of these 564 specific compounds, each of the of the variables R4, Ry and
Rieo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 28: This table discloses the 564 compounds T28.1.1 to T28.1.564 of the formula

100
o oy

R,a N ¢
NH 4

Nj (T28),

0 ——

Hac“N\ '

N=N  HN_

HZO

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rygand -
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 29: This table _discloses the 564 compounds T29.1.1 to T29.1.564 of the formula




Cl  CH(CH3) 2CH2SCH3 A.1.407 CECH Cl  CH(CH3)2CH2S(0) CH3 A. 1.408 CECH
Cl  CH(CH3) 2CH2S(0) 2CH3 A. 1.409 CECH CF2I-1 H A 1.410 G ECH CF2H
CH3 A 1. 4%k SoFodsudd CF2H PCT/EP2007/001283
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in which, for each of these 564 specific compounds, each of the of the variables Ry,, Rz and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A. '

Table 30: This table discloses the 564 compounds T30.1.1 to T30.1.564 of the formula

N,
N-NH HN_

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Rz and
R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 31: This table discloses the 564 compounds T31.1.1 to T31.1.564 of the formula




CH2CH3 A. 1.412 CECH CF2H CH(CH3)CH3 A.1.413 CECH CF2H

C(CH3) (CH3)CH3 A.1.414 CECH CF2 H ---Nt> A 1.415 CECH CF2F1
----et> AvboddmotiaiH CF2H /[ AV PCT/EP2007/001283
-153 -
100
o LN
R,a N @
NH %
S
o \=
N
o—N HN\H

in which, for each of these 564 specific compounds, each of the of the variables Ry,, R and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A,

Table 32: This table discloses the 564 compounds T32.1.1 to T32.1.564 of the formula

HN
>.==N HN\R
HGC 20

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Rz and
Ripw has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 33: This table discloses the 564 compounds T33.1.1 to T33.1.564 of the formula




A 1.417 CECH CF2H /Alll A 1.418 CECH CF2H CH(CH3)2CH2SCH3 A. 1.419
CECH CF2I-1 CH(CH3)2CH2S(0)CH3 A. 1.420 CE-CH CF2H
CH( CH3) 20WR300) @8 A. 1. 421 CECH OCF3 H A. 1.422 CE- Gi¢T/EP2007/001283
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in which, for each of these 564 specific compounds, each of the of the variables Ry, Rz and
Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 34: This table discloses the 564 compounds T34.1.1 to T34.1.564 of the formula

0 == (T34),

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rz and
Riw has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 35: This table discloses the 564 compounds T35.1.1 to T35.1.564 of the formula




OCF3 CH3 A 1.423 ca-cH ocF, cH2cH3 A 1.424 CECH OCF3 CH(CH3)CH3
A.1.425 CECH OCF3 (C(CH3)(CH3)CH3 A.1.426 CE-CH OCFa M - 133 -

Li ne WO 2007/093402 PCT/EP2007/001283
- 155 -
RIGD
N\
o. MM
R,a N ¢
0 ‘= (T35),
HN
=N HN
O “R 20
H,C™

in which, for each of these 564 specific compounds, each of the of the variables R;,, Ry and
( Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 36: This table discloses the 564 compounds T36.1.1 to T36.1.525 of the formula

R‘IOO
[ N
R, N o
NH N/ \
, o \= (T38),
HN>’
=N HN
\
HZO

in which, for each of these 564 specific compounds, each of the of the variables R;,, Rsp and
Rie has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 37: This table discloses the 564 compounds T37.1.1 to T37.1.564 of the formula




Ria Rl 00 R20 A 1.427 CECH OCF3 -ye% A. 1. 428 CLECH OC F3 Al. 429

CECH OCF3 A. 1.430 C_ECH OCF3
WO 2007/093402 PCT/EP2007/001283
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HN
PN HN\R

Hac_-hl 20

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Rz and
[ R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 38: This table discloses the 564 compounds T38.1.1 to T38.1.564 of the formula

[ N
R,a N ¢
NH 7 3

0 ‘== '

N (T38),

=N HN\H
H,c-N 20
CH,

in which, for each of these 564 specific compounds, each of the of the variables R,,, Ra and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 38: This table discloses the 564 compounds T39.1.1 to T39.1.564 of the formula




CH( CH3) 2CH2SCH3 A. 1. 431 CECH OCF3 CH(CH3) 2CH2S(0) CH3 A. 1. 432 CECH
OCF3 CH(CH3) 2CH28(0) 2CH3 A. 1.433 H CF3 H A. 1.434 H CF3 CH3 A 1.435 H
CF3. CH2CH3vO\V0D7/dB3602H CF3 CH(CH3) CH3 A. 1. 437 H CF3 C( CPEI/ERINB)ICHS3
Al. 438 H

- 157 -

100

@Y 5

“"N HN

in which, for each of these 564 specific compounds, each of the of the variables Ri,, Ry and
Rioo has the specific meaning given in the corresponding line, appropriately selected from

(
the 564 lines A.1.1 to A.1.564 of the Table A.
Table 40: This table discloses the 564 compounds T40.1.1 to T40.1.564 of the formula
Hmo
o SN
R,a N ol
NH 7
5 o
0 —
HN
=N N
Br 20
(

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Ry and
Rige has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 41: This table discloses the 564 compounds T41.1.1 to T41.1.564 of the formula




CF3 A 1.439 HCF3 ----- el > A 1.440 H CF3 AV A 1.441 H CF3 /4111
A 1.442 H CF3 CH(CH3)2CH2SCH3 A. 1.443 H CF3 CH( CH3) 2CH2S(0) CH3
A 1. 444 HVaB30006303) 2CH2S( 0) 2CH3 A. 1. 445 H OCH2CF3  PCT/EP2007/001283
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100
\

J;if ol
(T41),

>-—-N HN

20

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rz and
Rioe has the specific meaning given in the corresponding line, appropriately selected from
) the 564 lines A.1.1 to A.1.564 of the Table A.

Table 42: This table discloses the 564 compounds T42.1.1 to T42.1.564 of the formula

100
N
o LA
R,a N a
NH %
NN
T42),
o \= (T42)
HN
=
H,N Rz

in which, for each of these 564 specific compounds, each of the of the variables R;,, Rz and
Rico has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 43: This table discloses the 564 compounds T43.1.1 to T43.1.564 of the formula




HA 1. 446 H OCH2CF3 CH3 A. 1.447 H OCH2CF3 CH2CH3 - 134- Line R a
Rt oo R20 A. 1.448 H OCH2CF3 CH (CH3)CH3 A. 1449 |-1 OCH2CF3
C( CH3) ( CH3¥y@kidh 700340150 H OCH2CF3 --->> A 1.451 H OCH2CPBTAP2096/001283

-1569 -

HyCpy
=N HN
H c>~ ~R
3

20

in which, for each of these 564 specific compounds, each of the of the variables R;,, Ra and
R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A,

Table 44: This table discloses the 564 compounds T44.1.1 to T44.1.564 of the formula

H10(!
LA
R,a N c
NH | 7
NN
T44),
o \= (T44)
N
LN, HN_
nd CH Ry

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rz and
Rigp has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 45: This table discloses the 564 compounds T45.1.1 to T45.1.564 of the formula




A 1.452 H OCH2CF3 ZAV A 1.453 H OCH2CF3 An A 1.454 H OCH2CF3
CH( CH3) 2CH2SCH3 A. 1. 455 H OCH2CF3 CH( CH3) 20H2S(0) CH3 A. 1. 456 H
OCH2CF3 CHYGRBYRCHES(0) 2CH3 A. 1.457 H Br H A 1.458 H BPCUEB067/1012889 H
Br CH2CH3

-160 -
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R,a N ¢
NH %
N\
o \= (T45),
N
YN HN

in which, for each of these 564 specific compounds, each of the of the variables R;,, Ry and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A. '

Table 46: This table discloses the 564 compounds T46.1.1 to T46.1.564 of the formula

H‘IDD
o JN
R,a N ¢l
NH %
NN
T4
O ——— ( 6)!
HC~p
=N HN_
H,C—0 R

in which, for each of these 564 specific compounds, each of the of the variables R;,, Ry and
Rie has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 47: This tabie discloses the 564 compounds T47.1.1 to T47.1.564 of the formula




A 1.460 H Br CH(CH3)CH3 A 1.461 H Br C(CH3)(CH3)CH3 A 1.462 H Br

A 1.463 HBr A 1.464 H Br AV A 1.465 H Br
WO 2007/093402 PCT/EP2007/001283
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HN

—N HN
\
moos

in which, for each of these 564 specific compounds, each of the of the variables Ria, Rag and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 t0 A.1.564 of the Table A.

Table 48: This table discloses the 564 compounds T48.1.1 to T48.1.564 of the formufa

HIDD

|~

4

0
R,a N a
N /4
o —
HN

—N HN
S~
g I o,
. 0

(T48),

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rz and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Tabie A.

Table 49: This table discloses the 564 compounds T49.1.1 to T49.1.564 of the formula




A 1.466 H Br CH(CH3)2CH2SCH3 A.1.467 H Br CH (CH3)2CH2S(0)CH3 - 135

Line File Ri00 R20 A 1.468 H Br CH(CH3)2CH2S(0)2CH3 A. 1.469 H CI H

A . 1.470 H WO 2007/093402 PCT/EP2007/001283

-162 -

in which, for each of these 564 specific compounds, each of the of the variables R, Ry and
Rice has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 50: This table discloses the 564 compounds T50.1.1 to T50.1.564 of the formula

HN

li\llH_}":N HN
Hsc“ﬁ R 20
o)

in which, for each of these 564 specific compounds, each of the of the variables Ra, Rz and
Rie has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 51: This table discloses the 564 compounds T51.1.1 to T51.1.564 of the formula




Cl A 1.471 HC CH2CH3 A 1.472 HC CH(CH3)CH3 A.1.473 H C

C(CH3) (CH3)CH3 A . 1.474 HO ---\t> A 1.475 HO ----et> A 1.476 H Cl
[ AV A. 1. 47WaR0qi/ 098402 A 1.478 H PCT/EP2007/001283
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=N HN
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noms /) M

in which, for each of these 564 specific compounds, each of the of the variables R,,, Ry and
R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A. '

Table 52: This table discloses the 564 compounds T52.1.1 to T52.1.564 of the formula
H100

[ N

14
H,C.

0
Aa N a
NH 7
.
0 ——
N

—N HN
~
HSC‘-ﬁ_)’- Rzo
o

(T52),

in which, for each of these 564 specific compounds, each of the of the variables R;a, Ry and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 53: This table discloses the 564 compounds T53.1.1 to T53.1.564 of the formula




c

CH( CH3) 2CH2SCH3 A. 1.479 H Cl CH( CH3) 2CH2S(0) CH3 A. 1.480 H Cl

CH( CH3) 2CH25(0) 2CH3 A. 1.481 H CF2H H A. 1.482 H CF21-1 CH3 A. 1.483 H
CF21-1 CH2WieB2087/®34084 H CF2H CH(CH3) CH3 A. 1. 485 H CF2H B TEEI{IOMBRTH3
A 1.486 H

- 164 -

in which, for each of these 564 specific compounds, each of the of the variables R;,, Rz and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 54: This table discloses the 564 compounds T54.1.1 to T54.1.564 of the formula

N (T54),

II\IIH_)==N HN
Hsc“lsl R 20
o

in which, for each of these 564 specific compounds, each of the of the variables R,., Rs and
R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 55: This table discloses the 564 compounds T55.1.1 to T55.1.564 of the formula




CF2H ----et> A 1.487 HCF2H A. 1.488 H CF21-1 AV - 136 - Line
Rla Riot) R20 A 1.489 H CF21-1 Al A 1.490 H CF21-1 CH(CH3)2CH2SCH3
A 1.491 HVOPF2$47/093402 PCT/EP2007/001283

-165-

N

_)\—»N‘ HN
Hac'--s CH R 20

3

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Rs and
, Rie has the specific meaning given in the corresponding line, appropriately selected from
\ the 564 lines A.1.1 o A.1.564 of the Table A.

Table 56: This table discloses the 564 compounds T56.1.1 to T56.1.564 of the formula

" (T56),

)
—)IN\ HN .
Hac*s CH R
i
0

PN

in which, for each of these 564 specific compounds, each of the of the variables R,, Rz and
Rieo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

JTable 57: This table discloses the 564 compounds T57.1.1 to T57.1.564 of the formula




CH( CH3) 2CH2S(0) CH3 A. 1. 492 H CF2H CH( CH3) 2CH2S(0) 2CH3 A. 1. 493 H OCF3

HA 1.494 H OCF3 CH3 A . 1.495 H OCF3 CH2CH3 A.1.496 H OCF3 CH(CH3) CH3
A 1.497 H ®OFB0@EEH3) (CH3) CH3 A. 1.498 H OCF3 A. 1.499 bcaah3007/001283
-166 -
100
[N
O 4
R,.a Cl
NH N 4 \
N ° = (s,
LN
HSC'-S CHG R20
u
in which, for each of these 564 specific compounds, each of the of the variables Ry., Rz and
L Rico has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.
Table 58: This table discloses the 564 compounds T58.1.1 to T58.1.564 of the formula
HlOD
o JUom
R,a N ¢l
. 0 == (TS8),
NH BN HN
Hsc‘-ﬁ CH, Rz
(

in which, for each of these 564 specific compounds, each of the of the variables Ria, Reg and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 59: This table discloses the 564 compounds T59.1.1 to T59.1.564 of the formuia




A. 1.500 H OCF3 AV A 1.501 H OCF3 All A 1.502 H OCF3 CH(CH3) 2CH2SCH3
A. 1.503 H O0F3 CH(CH3) 2CH2S(0) CH3 A. 1.504 H OCF3 CH( CH3) 2CH28( 0) 2CH3
A 1.505 ClWOZem/954#421. 506 C| OCH3 CH3 A 1.507 CI OCH3 PCT/EP2007/001283

- 167 -

100
A\

o M
R,a N a
NN
@;FO L) (19,
N
>SN
FIZO

H,C

in which, for each of these 564 specific compounds, each of the of the variables R,., R and
( R, has the specific meaning given in the corresponding line, appropriately selected from
‘ ‘the 564 lines A.1.1 to A.1.564 of the Table A.

Table 60: This table discloses the 564 compounds T60.1.1 to T60.1.564 of the formula

oL
R,a cl
NH %
0 m———

N
\)\.-s HN
H,C R4

in which, for each of these 564 specific compounds, each of the of the variables Ry, Rz and
Rieo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A,

Table 81: This table discloses the 564 compounds T61.1.1 to T681.1.564 of the formula




CH2CH3 A. 1.508 CI OCH3 CH(CH3)CH3 A 1.509 C OCH3 C(CH3) ( CH3) CH3

A.1.510 A OCH3 - 137- Line Ra Roo RRO A.1.511 O OCH3 A . 1.512
Cl OCH3 WO 2007/093402 PCT/EP2007/001283
- 168 -
100
| N
0 7’
R,a cl
NH N/ \
0 = (T61),
N

in which, for each of these 564 specific compounds, each of the of the variables Ry, Rao and

( Rygo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 62: This table discloses the 564 compounds T62.1.1 to T62.1.564 of the formula

S
H,,C-.o \R

in which, for each of these 564 specific compounds, each of the of the variables R;,, Rz and
Rico has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 63: This table discloses the 564 compounds T63.1.1 to T63.1.564 of the formula




A 1.513 Cl A 1.514 Cl OCH3 CH(CH3)2CH2SCH3 A.1.515 C
OCH3 CH( CH3) 2CH2S(0) CH3 A. 1.516 Cl OCH3 CH( CH3) 2CH2S(0) 2CH3 A. 1. 517

Br OCH3 H #o0lo&7li83402 ‘ PCT/EP2007/001283
-169 -
100
[ N
R.a N cl
NH 7
NN (Te)
O ——y
N
d-s  HN
HGC"'S R

in which, for each of these 564 specific compounds, each of the of the variabléé Ria, Rao and
Rio has the specific meaning given in the corresponding line, appropnately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 64: This tabie discloses the 564 compounds T64.1.1 to T64.1.564 of the formula

Hlﬂﬂ
o Iw
R,a N c
> _
o \s= (T64)
N
»-5  HN_
HaC.‘ﬁ HZD

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rsq and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 65: This table discloses the 564 compounds T65.1.1 to T65.1.564 of the formula




Br OCH3 CH3 A.1.519 Br OCH3 CH2CH3 A.1.520 Br OCH3 CH(CH3)CH3 A.1.521
Br OCH3 C(CH3) (CH3)CH3 A.1.522 Br OCH3 --)>'" A 1 523 Br OCH3
A. 1. 524 Br wOG7/093402 PCT/EP2007/001283

-170 -

N © (Te5),

\
S HN
H3C"'N>’— ~

i
CH,

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Rz and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 66: This table discloses the 564 compounds T66.1.1 to T66.1.564 of the formula

100

o, JUON

R,a N
NH 7
N" Y (Tes),
O —rm—
N
M-S HN
cl R

in which, for each of these 564 specific compounds, each of the of the variables R, Re and
Rie has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Tabie A.

Table 67: This table discloses the 564 compounds T67.1.1 to T67.1.564 of the formula




A . 1.525 Br An A 1.526 Br OCH3 CH(CH3)2CH2SCH3 A. 1.527 Br OCH3

CH( CH3) 2C1- 123(0)CH3 A 1 528 Br OCH3 CH( CH3) 2CH2S(0) 2CH3 A. 1.529
CH3 OCH3I - Wwo 2007109580 CH3 OCH3 CH3 A 1.531 “PCT/EP2007/001283
-171 -
H100
N

o O»
Ra N c
NH 7
O —
N
N8 HN
Br Rao

in which, for each of these 564 specific compounds, each of the of the variables R;,, Rz and
R has the specific meaning given in the corresponding line, appropriately selected from
( * the 564 lines A.1.1 to A.1.564 of the Table A.

Table 68: This table discloses the 564 compounds T68.1.1 to T68.1.564 of the formula

N
5 HN
HO R 20

in which, for each of these 564 specific compounds, each of the of the variables Rya, Rz and
Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 69: This table discloses the 564 compounds T69.1.1 to T69.1.564 of the formula




CH3 OCH3 CH2CH3 - 138 - Line R a Ric* R20 A 1.532 CH3 OCH3 CH
(CH3) CH3 A.1.533 CF-13 OCH3 C(CH3) (CH3) CH3 A. 1.534 CH3 OCH3 .-.)>.

A. 1. 535 CHe0oQ@bB09321. 536 CH3 OCH3 PCT/EP2(07/001283
-172 -
100
[N
R,a N el
NH 7
NT
o \= (T69),
N
s HN_
H,N Az

in which, for each of these 564 specific compounds, each of the of the variables Rya, Rap and
’ Rio has the specific meaning given in the corresponding line, appropriately selected from
( the 564 lines A.1.1 to A.1.564 of the Table A.

Table 70: This table discloses the 564 compounds T70.1.1 to T70.1.564 of the formula

RiDO
N
l

0 N
R,a N ¢
NH 7
0 ————
HN
\H 20

}S
Hac“"S

(\‘ in which, for each of these 564 specific compounds, each of the of the variables R;,, Ry and
R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 71: This table discloses the 564 compounds T71.1.1 to T71.1.564 of the formula




A.1.537 CH3 il) A. 1.538 CH3 OCH3 CH(CH3) 2CH2SCH3 A. 1.539 CHa
OCH3 CH(CH3) 2CH2S(0) CH3 A. 1.540 CH3 OCH3 CH(CH3) 2CH2S(0) 2CH3 A. 1.541
H OCH3 H AWD.28072095402 PCT/EP2007/001283

-173 -

S5

_)-—s HN._
H c>~.S

in which, for each of these 564 specific compounds, each of the of the variables R,, Ry and
( Riw has the specific meaning given in the corresponding line, appropriately selected from
' the 564 lines A.1.1 to A.1.564 of the Table A.

Table 72: This table discloses the 564 compounds T72.1.1 to T72.1.564 of the formula

100
o LA
R,a cl
/4 >
NH N7
N © (T72),
o }s KN
HC-:S:; R
(0]

in which, for each of these 564 specific compounds, each of the of the variables R,,, R and
R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 73: This table discloses the 564 compounds T73.1.1 to T73.1.564 of the formula




OCH3 CH3 A. 1.543 H OCH3 CH2CH3 A.1.544 H OCH3 CH(CH3)CH3 A.1.545 H
OCH3 C(CH3) (CH3)CH3 A.1.546 H OCH3 A.1.547 H OCH3 A. 1.548 H OCH3

AV A. 1. 549w8 200CkH®3482]1 A. 1.550 H PCIT/EP2007/001283
- 174 -
100
Ny
5 '
@f (T73),
S HN
O

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Rs and
(' Rie0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 74: This table discloses the 564 compounds T74.1.1 to T74.1.564 of the formula

FliDD

| °N

I

Ra N el
NH %
3
O o
s

=N HN
~
mos ) e

in which, for each of these 564 specific compounds, each of the of the variables R,,, Re and
Rio has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 75: This table discloses the 564 compounds T75.1.1 to T75.1.564 of the formula




OCH3 CH( CH3) 2CH2SCH3 WO 2007/ 093402PCT/ EP2007/ 001283 - 139 - Line
R a R100 R20 A 1.551 H OCH3 CH(CH3)2CH2S(0) CH3 A. 1.552 H OCH3
CH( CH3) 2CH28(20)72@5482 A. 1. 553 CIE C H OCH3 H A. 1. 554 CECHOEH300The1265

A.1.555 ca-cH OCH3 CH2CH3 A. 1. 556 CECEIl-;5

100
\

/@f 5 (T75
N HN

in which, for each of these 564 specific compounds, each of the of the variables Rya, R and
Rio0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

HsC"'S

Table 76: This table discloses the 564 compounds T76.1.1 to T76.1.564 of the formula

100
\

ﬁ% 5

in which, for each of these 564 specific compounds, each of the of the variables Ry, Ry and
Rieo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

H c--S

Table 77: This table discloses the 564 compounds T77.1.1 to T77.1.564 of the formula




OCH3 CH(CH3) CH3 A. 1.557 CE-CH OCH3 C(CH3) (CH3) CH3 A. 1.558 CECH OCH3
n> A 1.559 CECH OCH3 ..... t A 1.560 CECH OCH3 AV A. 1.561 CECH OCH3
ATl A 1.56WQCHREHIONA3 CH( CH3) 2CH2SCH3 A. 1. 563 CECH OCH3PCT/EP2007/001283
CH( CH3) 2CH2S( 0) CH3 A. 1. 564 CECH

-176 -
Rico
\
@f b (T77),
=N HN__

H C-S

in which, for each of these 564 specific compounds, each of the of the variables Ry,, R and
( Rioo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 78: This table discloses the 564 compounds T78.1.1 to T78.1.564 of the formula

| N
R,a N a
NH 4
NN
T7
o \= (T78)
[}
HC>==N HN\Rzn
A

in which, for each of these 564 specific compounds, each of the of the variables Ry,, R and
Ric has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 79: This table discloses the 564 compounds T79.1.1 to T79.1.564 of the formula




OCH3 CH( CH3) 2CH2S(0) 2CH3 Table 1: This table discloses the 564
conpounds 11.1.1 to T1.1.564 of the formula WO

2007/ 09340MRCIIEP24G0Q7/ 001283 - 140 - the 564 |ines Al. IPATERRIE/00B83!
of the Table A For exanple, the specific conpound 11.1.23 is the
conpound of the fornmula Ti, in which d4th of the of the variables R,
R20 and R100 has the specific neaning given in the line Al. 23 of the
Table A. According to the sane system also all of the other 564
speci fic conpounds disclosed in the TablRwl as well as all of the
speci fic conpounds disclosed in the Tabkes 2 to 103 are specified
anal ogously. Table 2: This table dbsclbsé% the 564 conpounds T2.1.1

to 12.1.564 of the fornula rim RayWhiNch, cf or each of these 564
varg abl es Ria, R20 and Rum has
RO

speci fic conmpounds, each of the
t he specific neaning given int di ndT¥f9ne, appropriately

sel ected fromthe 564 |ines A_¥: R 1.564 of the Table A Table 3:
This table discloses the 564 @--qourps T3.1.1 to T3.1.564 of the
formul a in which, for eagh 6f theserp64 specific conpounds, each
of the of the variables R ., F120 and 00 has the specific neaning
given in the corresponding line, appropriately selected fromthe 564
lines A.1.1 to A.1.564 of the Table A. Table 4: This table discloses
t he 564 it wohipbundeachidf thebe 564 $decificdmpobindsheadhost thd af thé\@iriables Ri,, Roo and

564 spect P, resbl SN Hed il bivan'hins egreshdhdfy il orpRlerBRE) sorP LG
(RLOO hagdhe h@4 linge . 1.1 to Ad LSt efthei Table An t He corresponding |ine,

appropriately selected fromthe 564 lines A.1.1 to A 1.564 of the
Table A_ Table 5. This table discloses the 564 conpounds T5.1.1 to

T5. 1. 56428te 80 Lhig tablg figcloses the 564 compounds T80.1.1 to T80.1.564 of the formula
Rwu
. O l \'N .
R,a N c
0 == (T80),
]
=N HN
V)— SRy _

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rz and
Rieo has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 81: This table discloses the 564 compounds T81.1.1 to T81.1.564 of the formula




in which, for each of these 564 specific conpounds, each of the of
the variables R a, R20 and R100 has the specific neaning given in the
cor r espondaRooievg402appropri ately sel ected fromthe 564pdT/ER2807A01284
to A.1.564 of the Table A Table 6: This table discloses the 564
conpounds T6.1.1 to T6.1.564 of the fdrdula WO

2007/ 093402PCT/ EP2007/ 001283 - 142 - in which, for each of these 564
speci fi c conpounds, each of the of the variables R13, R20 and R100
has the specific nmeaning given in the corpesponding |ine,
appropriately selected fromthe 564 linds A 1.1 to A 1.564 of the
Table A Table 7: This table dlsclgﬁeslt 564 conpounds 17.1.1 to
17.1.564 of the formula R1,30 O Ak I'NHN A20 in which, for each of
t hese 564 specific conpounds, oft h f the variables R, 1:120
and 13100 has the specific nean [ A thq @yrespondlng l'i ne,
appropriately selected fromthe iheSA. 1.1 to A 1.564 of the
Table A. Table 8. This table 6&; Iaﬁ s the 564 conpounds T8.1.1 to
T8.1.564 of the fornula Ri in |bhbu for each of these 564

speci fic conmpounds, each o "% of the Variables Ria, IR0 and R100
has the specific meaning given in the corresponding |ine,
appropriately selected fromthe 564 lines A/1.1 to A 1.564 of the

1201 A T8 o058 sk L 0555 B ARONA iy o

cH3 i n hiochas the spegificimegninggiven Bdle exseespondingdvrpenphelsiatebassiectdd frdne

of the vas b@bis ARt RAGEAN rRIARIIRS the specific meaning given in
the corresponding line, appropriately selected fromthe 564 |ines

A.1.1 to A 1.564 of the Table A
Table 82: This table discloses the 564 compounds T82.1.1 to T82.1.564 of the formula

F1!00
\
@r 5 -
”N HN
H30—
(. in which, for each of these 564 specific compounds, each of the of the variables R,,, Ry, and

Riw has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 83: This table discloses the 564 compounds T83.1.1 to T83.1.564 of the formula




Tabl e 10: This table discloses the 564 conpounds T10.1.1 to T10.1.564
of the formula s-N R20 in which, for each of these 564 specific
conpounds, YER¥R7/HYB42he of the variables R10, R20 and RIPOUI/BREIHUGES3
speci fic meaning given in the corresponding |line, appropriately
selected fromthe 564 lines A. 1.1 to A78:564 of the Table A Table
11: This table discloses the 564 conpounds T11.1.1 to T11.1.564 of
the formula 100 in which, for each of these 564 specific
conpounds, each of the of the variables RkB, R20 and RL00 has the
specific meaning given in the correspopei ng |line, appropriately
selected fromthe 564 lines A 1.1 tp | 1564 of the Table A, WD
2007/ 093402PCT/ EP2007/ 001283 - 1&4ja- e t2: This table discloses
the 564 conpounds T12.1.1 to T1 . he fornula i n which,
for each of these 564 specific . ﬁB the of the

vari ables Ria, R20 and R m ha iEifTe nea ﬂb given in the
correspondi ng |ine, appropriaifg glected fromthe 564 lines A 1.1

to A . 1.564 of the Table A ,TFakfe 13: Thg§ tabl e di scl oses the 564
conpounds T13.1.1 to T13.1.%564 of the formula in which, for each of
t hese 564 specific conpounds, each of the of the variables Ria, R20
and R100 has the specific neaning given in the corresponding l'ine,

appropri.at el eIe the 564 lines A.1.1 to A 1.564 of the
Tob1 o 7 yBigh fB5erch et thesb B b rcmmnoon o] e bn HaAOIED Frd. Fao

T14. 1. 56h0had the sibén‘fiwheanlm&@&%&@%&%mr@?ﬁ@@d&&ﬂrﬁ%@ seldeA&d from
in whic cjfic conpounds, each of the of

t he vang.%éy" ?gplgébk ﬁ%ﬁﬁﬁgﬁfﬁgi éhe speci fic meaning given in the
corresponding |ine, appropriately selected fromthe 564 lines A 1.1
to A 1. 56fieHa: TRE tabPdiScibbes the 564 compounds T84.1.1 to T84.1.564 of the formula

@ 5 o0

>#N HN

KO

in which, for each of these 564 specific compounds, each of the of the variables Ry, Ry and
Rie0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 85: This table discloses the 564 compounds T85.1.1 to T85.1.564 of the formula




Tabl e 15: This table discloses the 564 conpounds 115.1.1 to T15.1.564
of the fornula in which, for each of these 564 specific conpounds,
each of th&v®200§/Pe34Q2ari abl es Ri a, R20 and F3100 has t hePE€peERi0Hi/®1283
meani ng given in the correspondi ng I|n appropriately selected from
the 564 Tines A 1.1 to A 1. 564 of the §iple A Table 16 This tabl e
di scl oses the 564 conmpounds T16.1.1 to 116.1.564 of the formula
(T16), WD 2007/093402PCT/ EP2007/001283 - 146 - in which, for each of
t hese 564 specific conpounds, each of tfe of the variables Ria, R20
and R100 has the specific meaning giv in the corresponding |ine,
appropriately selected fromthe 564 1inds A1.1 to A 1.564 of the
Table A. Table 17: This table dHSc se§‘th31564 conpounds T17.1.1 to

T17.1.564 of the formula 00 FL iH n whi ch, for each of these
564 specific conpounds, each o e of th var 'rrabj es Ria, R20 and
R100 has the specific neani n the correspondi ng |ine,
appropriately sel ected fromt Ilnes Al.1to A 1.564 of the
Table A Table 18: This tab& |scI o?a t he 564 conpounds 118.1.1 to

T18.1.564 of the fornula ﬁn whi ch, for each of these 564 specific
conpounds, each of the of the varlables R13, R20 and R100has the
specific neaning given in the corresponding |ine, appropriately

sel ect egh fvhiem) tbheachtf tldsB 884 épéofie;fo%pﬁuﬁdé@éch@f the 6t t@bhainfes R,VR,, and

2007/ 09 402PCT{‘EP2007/ 001283 -

o0 Nas the specific meanlng given in the corresponding line, appropriately selected from
{

L the 564 lines A.1.1 to A.1.564 of the Table A.

Table 86: This table discloses the 564 compounds T86.1.1 to T86.1.564 of the formula

S>—"-‘N 7 HN .
CI

HZD

T

in which, for each of these 564 specific compounds, each of the of the variables Ria, Rz and
Rig has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 10 A.1.564 of the Table A.

Table 87: This table discloses the 564 compounds T87.1.1 to T87.1.564 of the formula




in which, for each of these 564 specific conpounds, each of the of
the variables R13, R20 and R100 has the specific neaning given in the
cor r espondiw2U0y/p3402appropri ately sel ected from t he 564PCT/RR07A01281
to A.1.564 of the Table A Table 20: This table discloses the 564
conpounds T20.1.1 to T20.1.564 of the Bornul a in which, for each
of these 564 specific conpounds, each of the of the variables RI.
1120 and R100 has the specific nmeaning given in the correspondi ng
line, appropriately selected fromthe 364 lines A.1.1 to A 1.564 of
the Table A Table 21: This table di ses the 564 conmpounds 121.1.1
to T21.1.564 of the formula WO 2807/b93ﬂ02PCT/EP2007/001283 - 148 -
in which, for each of these 564 p i f e conpounds, each of the of

t he variabl es Ruh R20 and R100_Has.iHe cific meaning given in the
correspondi ng |ine, appropriat sel egt eg frdiBTlhe 564 lines A 1.1
to A 1.564 of the Table A TabNe-222°This table discloses the 564
conmpounds T22.1.1 to 122.1.5 af gape fornul a in which, for each
of these 564 specific conpo s, eachrgf the of the variables Ria,
R20 and R100 has the specific neaning given in the corresponding
l'ine, appropriately selected fromthe 564 lines A.1.1 to A 1.564 of
the Table A Table 23: This table discloses the 564 conpounds T23.1.1
t o 123. linwhikhofor bheh dfohenel 584 SPEXiROEHMIARL) 2RET HIER2 0DfRhe QBARSS R,,, IR and
in which, for C . th 4 cific coppounds, each of the of
e var i Bet Ses FRSPeBlotRERRe B HEE41r ERIRN IS SnprERfalky by fom

't he cor rtbsp6hinas.1.1ne A. o ofphé dakde K. sel ected fromthe 564 |ines
A.1l.1to A 1.564 of the Table A. Table 24: This table discloses the
564 conmpounds T24.1.1 to T24.1.564 of the fornula in which, for
each of Iaha@8:dbis tahfe displosestbrEbhaerapounde A8BM . 1tthd 881 .56l therfommizs
RI. R20 and R100 has the specific neaning given in the correspondi ng
line, appropriately selected fromthe 564 lines A 1.1 to A 1.564 of
the Table A Pioo

5 (T88),

in which, for each of these 564 specific compounds, each of the of the variables R;,, Ry and
R has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 89: This table discloses the 564 compounds T89.1.1 to T83.1.564 of the formula




Tabl e 25: This table discloses the 564 conpounds 125.1.1 to T25.1.564
of the formula WO 2007/093402PCT/ EP2007/ 001283 - 150 - cl (T25),
N-N, cH3A20v0 2007/934b ch, for each of these 564 specifi cPcoEpmOTIES?283
each of the of the variables Ria, R20 and R100 has the specific
meani ng given in the corresponding |i-i82-appropriately selected from
the 564 lines A.1.1 to A 1.564 of the Table A Table 26: This table
di scl oses the 564 conpounds T26.1.1 to T26.1.564 of the fornula in
whi ch, for each of these 564 specific ounds, each of the of the
variables Fila, R20 and R100 has the s§ecific meaning given in the
corresponding |ine, appropriately_selleched fromthe 564 lines A 1.1
to A 1.564 of the Table A Tableuﬁ 3 i s tiabl e discloses the 564
conmpounds 127.1.1 to T27.1.564 ¢ f § la WO

2007/ 093402PCT/ EP2007/ 001283 - NinYwhi dR89)f or each of these
564 specific conpounds, each g &F e variables RI., R20 and
R100 has the specific nmeaning givqﬂqln t he corresponding |ine,
appropriately selected fromthe 56 thpes A'1.1to A1 564 of the
Table A Table 28: This table discloseS the 564 conpounds T28.1.1 to
T28.1.564 of the formula

in which, for each of these 564 specific compounds, each of the of the variables R;,, Rz and
Rioo has the specific meaning given in the corresponding line, appropriately selected from
( the 564 lines A.1.1 to A.1.564 of the Tabls A. :

Table 90: This table discloses the 564 compounds T90.1.1 to T90.1.564 of the formula

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Ry and
Rioe has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.5684 of the Table A.

Table 91: This table discloses the 564 compounds T91.1.1 10 T91.1.564 of the formula




in which, for each of these 564 specific conpounds, each of the of
the variables R13, R20 and R100 has the specific neaning given in the
cor r espondivi2007/pR3402appropri ately sel ected from t he 564PCI/RR2E07A01281
to A 1.564 of the Table A Table 29: This table discloses the 564
compounds T29.1.1 to T29.1.564 of theé 'Fdfnula WO

2007/ 093402PCTTEP2007/ 001283 - 152 - arl-N. FINCH3 R " in which,
for each of these 564 specific conpounds, each of the of the

vari ables Ria, R20 and R100 has the spdtefic neaning given in the
corresponding |ine, appropriately seledted fromthe 564 lines A 1.1
to A 1.564 of the Table A Table 3O: ThNs tabl e discl oses the 564
conpounds T30.1.1 to T30.1.564 &fa Nor nul a in which, for each
of these 564 specific conmpounds he of the variables Ria,
R20 and R100 has the specific n i AT9%Me correspondi ng

i ne, appropriately selected #e 5 lines A.1.1 to A 1.564 of
the Table A Table 31: This j scl oses the 564 conpounds T31.1.1
to T31.1.564 of the formula WO 2007r®93402PCT/ EP2007/ 001283 - 153 -
in which, for each of these 564 specific conpounds, each of the of
the variables R a, R20 and R100 has the specific neaning given in the
corresponding line, appropriately selected fromthe 564 lines A 1.1
to A 1. 58ahish, foneach:ifithesa 56% shpefigcomppiunds, eath ef thé oitthe yarabidsdR:56%, and
conpoun T 1 ; - WA !

of 1 hose Bbges besppitcRadng Qtefln 3 for ot e, pb Sl pedinfS
R20 and tha 664 figs A-hd t%ﬁé?@"i‘?f”ﬂﬁe'ﬁ?ﬁ'?\é- gi ven in the correspondi ng

| ine, appropriately selected fromthe 564 lines A 1.1 to A 1.564 of

the Table A _ Tabl 3:. This table discloses the 564 conpounds 133.1.1
o 123, Habkier HRisiedls genigrss hadsS sompcish S8t s ARUG! JBdomis
Hwo
o, M N
Ra N o
NH %
2 ©
=, .N HN
N TRy
( in which, for each of these 564 specific compounds, each of the of the variables R,,, Ry and

R0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 93: This table discloses the 564 compounds T93.1.1 to T93.1.564 of the formula




- 154 - in which, for each of these 564 specific conpounds, each
of the of the variables Rla, R20 and R100 has the specific neaning
gi ven in tveo sovows@ondi ng |ine, appropriately sel ect edpérmmrobinersdsd
lines A.1.1 to A 1.564 of the Table A. Table 34: This table discloses
the 564 conpounds T34.1.1 to T34.1.56486f the forrmula in which, for
each of these 564 specific conpounds, each of the of the variables
Ri a, R20 and R100 has the specific neaning given in the correspondi ng
line, appropriately selected fromthe #4 lines A.1.1 to A 1.564 of
the Table A Table 35: This table disckoses the 564 conpounds T35.1.1
to T35.1.564 of the formula WD 2007/j098402PCT/ EP2007/ 001283 - 155 -
in which, for each of these 564n§ iTNc cgnpounds, each of the of
the variabl es Ria, R0 and RI(r)_hagyt peci fic meaning given in
t he corresponding |ine, approp elyhggggctedTQmpn1the 564 |ines
A.l.1 to A 1.564 of the Tabl \ A : This table discloses the
1.p25 !of the formul a in which, for

564 conpounds T36.1.1 to T36
each of these 564 specific comou (5*'3\H each of the of the variabl es

RI., R20 and R100 has the specific nmeafiing given in the corresponding
l'ine, appropriately selected fromthe 564 lines A.1.1 to A 1.564 of
the Table A Table 37: This table discloses the 564 conpounds 137.1.1

to T37.din ﬁﬁrbhpﬁor bluh df atfevalsa4 smum:ﬁ{&aﬁd@ SESRTH 2 O 0&%&% Fna, *é?ﬁand

in whic t hese 564 s ounds, each of t

the var :]?JIB"I e%s a?peﬁtfomﬁmnq gy%mﬁré%cqrwgp%‘% e canpeontialely Splerted

t he cor rtee phbtiesdh.1.if heA. 1G8drad thel Fetbid &. sel ected fromthe 564 |i nes
Al.1 to A . 1.564 of the Table A Table 38: This tabl e discloses the

564 conmpounds T38.1.1 to 138.1.564 of the fornula
Table 94; This table discloses the 564 compounds T94.1.1 to T94.1.564 of the formula

o IDn
R,a N o
NH 7
N* l ©
ks HN
b
N HZU

in which, for each of these 564 specific compounds, each of the of the variables Ry,, Ry and
Ri0 has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 95: This table discloses the 564 compounds T85.1.1 to T95.1.564 of the formula




in which, for each of these 564 specific conpounds, each of the of
the variables RI., R20 and Rmo has the specific neaning given in the
corr espondWQRRWT898402appropri ately sel ected fromthe 564PCT/RRA07A01281
to A 1.564 of the Table A Table 39: T?%s tabl e di scl oses the 564
conmpounds T39.1.1 to T39.1.564 of the rmula WO
2007/ 093402PCT/ EP2007/ 001283 - 157 - 100 (T39), in which, for each
of these 564 specific conpounds, each of the of the variables R a
R20 and R100 has the specific nmeaning @wven in the corresponding
| ine, appropriately selected fromth 64 lines A 1.1 to A 1.564 of
the Table A Table 40: This tabIQ)di kﬁses t he 564 conpounds T40.1.1
8 i n\whi@h, for each of these 564
NHh v iables Ria, R0 and R100

thg r esp& ng |ine,
i ne

speci fic compounds, each of thg
has the specific neaning give
appropriately selected from # s Al.1 to A 1.564 of the
Table A Table 41: This tabl dhsthses the 564 conpounds T41.1.1 to
T41.1.564 of the fornula vmf2607/0§3n92PCT/EP20071001283 - 158 -
(T41), in which, for each of these 564 specific conpounds, each of
the of the variabl es Ria, R20 and R100 has the specific neaning given
in the corresponding |line, appropriately selected fromthe 564 |ines

A 1.1 tdnyhigh 5f8f493&P of thesq 56 sPeeilicRenneuads, equl of thensfithe warbblesshs Rebrnd
564 conmneks thé 8pekifle rhéhnTn‘f’g?gvlerﬁﬁ‘ihé)éorFeBSorf Mk 2approgridtalfddidbied ¥m

each of .th S i each OP the of the variabl es
Ri a. deheaﬁ%eliﬂfigo.[ ﬁi’s}‘ ﬁ%‘@ggﬁ% fe'h’eanl ng given in the
correspondi ng |ine, approprlately selected fromthe 564 lines A 1.1

compoundenzs: TG EEaites 7561 ipel T FFL 1 To p6 .87 e timil

2007/ 093402PCT/ EP2007/ 001283 - 159 - in which, for each of these
564 specific compounds, each of the ofgthe vari abl es Rla, R20 and
R100 has the specific neaning given il ?he correspondi ng i ne,
appropriately selected fromthe 564 s Al.1 to A 1.564 of the
Table A Table 44: This table df t%ﬁ 564 conpounds T44.1.1 to
T44.1.564 of the fornula in mhld

conpounds, each of the of the
speci fic meaning given in the

selected fromthe 564 |inesSA 1 1HN

il OF 2 of these 564 specific
T abl®s Ria, (F@6),and RLO0 has the
g ng line, appropriately

0 A 1.564 of the Table A

( in which, for each of these 564 specific compounds, each of the of the variables Ry,, Ry and
Riee has the specific. meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 97: This table discloses the 584compounds T97.1.1 to T97.1.564 of the formula




Tabl e 45: This table discloses the 564 conpounds T45.1.1 to T45.1.564
of the formula WO 2007/093402PCT/ EP2007/ 001283 - 160 - HN CH3R
20 H3C- 0 i waneozhessf2or each of these 564 specific conporarEr2oemmiessf
the of the variables Ria, R20 and Rico has the specific neaning given
in the corresponding |ine, appropriatdB§-selected fromthe 564 |ines
A.1l.1 to A 1.564 of the Table A. Table 46: This table discloses the
564 conpounds T46.1.1 to T46.1.564 of the formul a in which, for
each of these 564 specific conpounds, ¢h of the of the variables
Ria, R20 and F1100 has the specific ning given in the
corresponding |ine, appropriately.selleched fromthe 564 lines A 1.1
to A 1.564 of the Table A Tabl g,a i s ¢1abl e di scloses the 564
conpounds 147.1.1 to T47.1.564 _&f tNme f \ la WO

2007/ 093402PCT/ EP2007/ 001283 - N i nYwhi €F87)f or each of these
564 specific conpounds, each e e variables Rla, R20 and
R100 has the specific neanin in the corresponding |ine,
appropriately selected fromt tapes A 1.1 to A 1.564 of the
Table A Tabie 48: This table discloses the 564 conpounds T48.1.1 to
T48.1.564 of the fornula in which, for each of these 564 specific
conpounds, each of the of the variables Ri a, R20 and R100 has the
speci f i cinniohi togegshvifthdse Sthepediic esmmadisgadh ofehe ajpthe carabidseR,y, R, and

26: “Thi Fpl, A 2ol b8 B, h he odrespditncding! Ay dAHidl SoiedgPigfm

at he f or nhe §64 lines A.1.1 to A.1.564 of the Table A.

Table 98: This table discloses the 564 compounds T98.1.1 to T98.1.564 of the formula

in which, for each of these 564 specific compounds, each of the of the variables R,,, Rap and
Rie has the specific meaning given in the corresponding line, appropriately selected from
the 564 lines A.1.1 to A.1.564 of the Table A.

Table 99: This table discloses the 564 compounds T99.1.1 to T99.1.564 of the formula




WD 2007/ 093402PCT/ EP2007/ 001283 - 162 - in which, for each of

t hese 564 specific conpounds, each of the of the variables Ria, R20
and | R100 2Q0/@8%34%eci fi ¢ meani ng given in the correspBﬁB@h@WMWN@3
appropriately selected fromthe 564 |i gs A l.1 to A 1.564 of the
Tabl e A. Table 50: This table disclo§ég the 564 conpounds T50.1.1 to
T50.1.564 of the formula 00 0 Cl HN NH \tN H3C--11 0 HNN R20 in
whi ch, for each of these 564 specific conpounds, each of the of the
vari ables Ria, R20 and R100 has the specfiti c neani ng given in the
corresponding |ine, appropriately selegtied fromthe 564 lines A 1.1
to A 1.564 of the Table A Table 5} i ¥ table discloses the 564
conmpounds T51.1.1 to T51. 1. 564 ofR; fotmujca WO

2007/ 093402PCT/ EP2007/ 001283 - 183 >NH n\Wth&J for each of these
564 specific conpounds, each of ¢ of N arid8fks R., R20 and
R100 has the specific nmeaniyg N~ t he corresponding |ine,
appropriately sel ected fromt he_§ H |nes Al.1to A 1.564 of the
Table A Table 52: This table discl osés,fhe 564 conpounds T52.1.1 to
T52.1.564 of the fornula

in which, for each of these 564 specific compounds, each of the of the variables Ria, Rz and
Ri0 has the specific meaning given in the corresponding line, appropriately selected from '
( the 564 lines A.1.1 to A.1.564 of the Table A.

Formulation examples (% = percent by weight)

Example F1: Emulsion concentrates a) b) c)
Active ingredient 25% 40% 50%
Calcium dodecylbenzenesulfonate 5% 8 % 6 %
Castor oil polyethylene glycol ether {36 mol of EQ) 5% - -
Tributylphenoxypolyethylene glycol ether (30 mol of EQ) - 12% 4%
Cyclohexanone - 15% 20%
Xylene mixture 65% 256% 20%

Emulsions of any desired concentration can be prepared from such concentrates by dilution

(' with water.

Example F2: Solutions a) b) c) d}

. Active ingredient 80% 10% 5% 95% -
Ethylene glycol monomethyl ether 20 %
Polyethylene glycol MW 400 - 70% - -
N-Methylpyrrolid-2-one - 20% - -
Epoxidized coconut oil - - 1% 5%

Petroleum ether (boiling range: 160-190°) - - 94% -

The solutions are suitable for use in the form of microdraps.



in which, for each of these 564 specific conpounds, each of the of
the variables RI., R20 and R100 has the specific nmeaning given in the
cor r espondiVfg 290788402 ppropri atel y sel ected fromthe 564PCT/RB2H07001283
to A.1.564 of the Table A Table 53: This table discloses the 564
conpounds T53.1.1 to T53.1.564 of the ¥8rnmula WO

2007/ 093402PCT/ EP2007/ 001283 - 164 - in which, for each of these
564 specific conpounds, each of the of the variables Ria, R0 and
R100 has Exéraple f8cGtangleseani ng gi ven i n &he cojrespondi ngd) i ne,

appropri .ected fromthe 564 Ii . A 11, togh 1. 564, 0f the
Tabl e A agl){%gﬁgé!%ﬁThi s tabl e discl osersge?he ég co?ré%un S 4.1.1to

T54. 1. 564a¢ih t he fornul a in which, f¥%each of 7H&se 6% specific
conpoundgighfafidherte dilag Oof the variables & ., R20 apgoR10Pghas the
specific meaning given in the corresponding |line, appropriately

sel ect edAH@RWAIthe 564 lines A 1.1 to A-1.564%f%the Tabl88% Table
55: This table discloses the 564 conpounds 155.1.1 to T55. 1. 564 of
the fornula WO 2007/ 093402PCT/ EP2007/ 001283 - 165 - RN H30--s-/
CH3I R zo ' M§2Sie Eigredigntt islizseive in gigiierossinansdie poluticnsserareisonte tien of
the of t&erisre) atloltes stivent iFBseqdnRIORpbRSediReageci fi ¢ meani ng given
in the corresponding line, appropriately selected fromthe 564 |ines
A.1l.1to A 1.564 of the Table A. Table 56: This table discloses the

564 conpBxangsde F&@Dubtsl to T56. 1. 564 of tdye fobpul a H3C--sR20 11
( Active ingredient 2% 5%

Highly disperse silica 1% 5%

Talc 97 % -

Kaolin - 80 %

Ready-to-use dusts are obtained by intimately mixing the carriers and the active ingredient.

Example F5; Wettable powders a) by ° ¢}
Active ingredient 25% 580% 75%
Sodium lignosulfonate 5% 5% -
Sodium laury! sulfate 3% - 5%
Sodium diisobutylnaphthalenssulfonate - 8 % 10 %

f Octylphenoxypolyethylene glycol

5 ether (7-8 mol of EO) - 2% -
Highly disperse silica 5% 10% ~ 10 %
Kaolin 62% 27% -

The active ingredient is mixed with the additives and the mixture is ground thoroughly in a
suitable mill. This gives wettable powders, which can be diluted with water to give
suspensions of any desired concentration.

Example F6: Extruder granules

Active ingredient 10 %
Sodium lignosulfonate 2%



O in which, for each of these 564 specific conpounds, each of the of
the variables R a, R20 and R100 has the specific neaning given in the
cor r espondiw@2dormaedozappropri ately sel ected from t he 564PCT/MED07001283
to A.1.564 of the Table A’ Table 57: This table discloses the 564
conpounds T57.1.1 to T57.1.564 of the8rnula WO

2007/ 093402PCT/ EP2007/ 001283 HN H3C--4CHn 20 n 3 Il in which, for
each of these 564 specific conpounds, each of the of ‘the variabl es

R a, R20Camdxyethyiediulobe specific nesning given in the correspondi ng
l'i ne, ap%&%ri ately selected fromthe 564 lines A 1.1 to A 1.564 of
the Tabl 82A" Table 58: This table di'sél oses the 564 conmpounds 158.1.1
t 0 158. 17ix54ctivé irgnedidnd ismixed imith tiel aokiitivés) ane thehmiefurd isesandphosrasd iitls
conpound t Al | R20 and R100 has the
speci fi c%atrrgg%?ﬁléé%f é@ﬁu@%dﬁﬁg Chc('%ér’I krngés)%tge%gﬂﬁ%ir[ i ne, appropriately
selected fromthe 564 lines A.1.1 to A 1.564 of the Table A Table

59: This i 564 conpounds T59.1.1 to T59.1.564 of

t he formEJia _Igﬁ'_ééat 0 CT/ EP2007/ 001283 - 167 - in which, for
each of Meivedngsgliedpecific conpounds?% each of the of the variables

Rl ., R20p@pdn B (NWeospeci fi ¢ smani ng given in the correspondi ng
line, ap ro,ﬁri ately selected fromthe 564 lines A1.1 to A 1.564 of
the Tabl'®2%AN Tapl e 60: This table d%¥l oses the 564 conpounds 160.1.1
to T60.1.564 of the formula in which, for each of these 564

speci fic,_conpound ach of the of the varjiables R ., 0 and 0
bt he B IBRE theiogf &ierih artve InirepiaBt s GPPIS il Thy 1 kel which has
appr opr i lzeelmoisteheatwitdthé polyethhlend Gicdli Trésgivesldubt-free dodtedfrdnalés.t he
Table A. Table 61: This table discloses the 564 conpounds T61.1.1 to

T61.1.564 of the fornul a
Example F8: Suspension concentrate

Active ingredient 40 %
Ethylene glycol 10 %
Nonylphenoxypolyethylene glycol ether {15 mol of EQ) 6 %
Sodium lignosulfonate 10% .
Carboxymethylcellulose 1%
37 % aqueous formaldehyde solution 0.2%
Silicone oit {75 % aqueous emulsion) 0.8 %

Water 32%

The finely ground active ingredient is mixed intimately with the additives. Suspensions of any
desired concentration can be prepared from the thus resulting suspension concentrate by
dilution with water.

The activity of the compositions according to the invention can be broadened considerably,
and adapted to prevailing circumstances, by adding other insecticidally, acaricidally and/or
fungicidally active ingredients. The mixtures of the compounds of formula | with other

insecticidally;-acaricidally-and/or-fungicidally-activeringredients - may-also-have further
surprising advantages which can also be described, in a wider sense, as synergistic activity.
For example, better tolerance by plants, reduced phytotoxicity, insects can be controlled in



WD 2007/ 093402PCT/ EP2007/ 001283 - 168 - in which, for each of

t hese 564 specific conpounds, each of the of the variables R a, A20
and R o ha®ve We7/8p¢xi fi ¢ nmeani ng given in the corresponPcTgrdoime)2ss
appropriately selected fromthe 564 lines A.1.1 to A 1.564 of the
Table A Table 62: This table disclos&®the 564 conpounds T62.1.1 to
T62.1.564 of the formula H30,--S HN -20 in which, for each of

t hese 564 specific conpounds, each of the of the vari ables R a, R23
and R10cheihdiffetshidevpiepimbntstagesidiribgtteri bedaviour duhisg their pasiaonsh, R ekarfgle

to A 1.564 of the
D oP dth i b A Sreibioy A WkiC ot B Gura el g, 2 0 0418t 11T
T63.1.564 of the fornmula WO 2007/ 093402PCT/ EP2007/ 001283

ggcchsé% -t le fadﬁlﬂoﬁ/g\}g%?% elif) re@?.ﬁtlg h%Ee érg,ﬁréﬁi)%gﬁ] gén?a&gg?ﬂHst’

meani ng fgliomm qlapsepef actve @gﬁﬁshﬂmm grgann@wosalp;pu@mmmeuy rstmpé!en@dieﬁf om
the 564 \Jah\Fb%Sthi%u;ea% h%lﬁe%oﬁ%e@f foPrHé'mf&ﬁﬁg Ebfﬁ% -H@m};r?e %‘}N?m'sstfrggsb l'e

di scl oses the onpounds . ornu

whi ch, fRyFrolééi@ﬂvaé'f'e% ﬁé@é"@tﬁf exfetbrmq's@ chlgrinstrshierocagions.aicylurrasopyridile
vari abl efethjieramft betinsives Madiafieck hﬁeoﬁiasmoidst‘anmemUchﬁihN@&qé@ the
correspondi line, appropriately selected fromthe 564 |1nes A 1.1
to A 1. §@%m5%m9ﬁe Table A Table 65: This table discloses the 564
conpounds T65.1.1 to T65.1.564 of the fornula WO

2007/ 092\'40%I?I%\L{nsprgi%gzgsoq%112e80?6m_p0un85 of formula I with active ingredients are preferred

{
(the abbreviation “TX” means “one compound selected from the group consisting of the

compounds of formulae T1 to T99 described in tables 1 to 97 of the present invention™):

an adjuvant selected from the group of substances consisting of petroleum oils
(alternative name) (628) + TX, .

an acaricide selected from the group of substances consisting of 1,1-bis(4-chloro-
phenyl)-2-ethoxyethanol (IUPAC name) (910) + TX, 2,4-dichlorophenyl benzenesulfonate
(IUPAC/Chemical Abstracts name) (1059} + TX, 2-fluoro-N-methyl-N-1-naphthylacetamide
(IUPAC name) (1295) + TX, 4-chlorophenyl phehyl sulfone (IUPAC name) (981) + TX,
abamectin (1) + TX, acequinocyl (3) + TX, acetoprole [CCN}+ TX, acrinathrin (9) + TX,
aldicarb (16) + TX, aldoxycarb (863) + TX, alpha-cypermethrin (202) + TX, amidithion
(870) + TX, amidoflumet [CCN] + TX, amidothioate (872) + TX, amiton (875) + TX,

( amiton hydrogen oxalate (875) + TX, amitraz (24) + TX, aramite (881) + TX, arsenous
oxide (882) + TX, AVI 382 (compound code) + TX, AZ 60541 (compound code) + TX,
azinphos-ethyl (44) + TX, azinphos-methyl (45) + TX, azobenzene (IUPAC name) (888) +
TX, azocyclotin (46) + TX, azothoate (889) + TX, benomyl (62) + TX, benoxafos
(alternative name) [CCN] + TX, benzoximate (71) + TX, benzyl benzoate (IUPAC name)
[CCN] + TX, bifenazate (74) + TX, bifenthrin (76) + TX, binapacryl (907) + TX,
brofenvalerate (alternative name) + TX, bromocyclen (918) + TX, bromophos (920) + TX,

bromophos-ethyl (921) + TX, bromopropylate (94) + TX, buprofezin (99) + TX,
butocarboxim (103) + TX, butoxycarboxim (104) + TX, butylpyridaben (alternative name) +
TX, calcium polysulfide (IUPAC name) (111) + TX, camphechlor (941) + TX, carbanolate
(943) + TX, carbaryl (115) + TX, carbofuran (118) + TX, carbophenothion (947} + TX,



in which, for each of these 564 specific conmpounds, each of the of
the variables R a, R20 and R100 has the specific neaning given in the
cor r espondiWfg200¢/pa8402appropri atel y sel ected from t he 564PCT/AR07001281
to A.1.564 of the Table A Table 66: This table discloses the 564
conpounds T66.1.1 to T66.1.564 of thé&®bimula HNN Cl R20 in whi ch,
for each of these 564 specific conpounds, each of the of the

vari ables Ria, R20 and R100 has the specific neaning given in the

cor r es poRGAf§'43Phdgvelopmenprdde) El126) & &Ke cthirdniettienat k2656 47X, i chésrbénsidel

to A 1 5@% iTS(hech?EﬁJﬂH’ef (ggﬁ'ﬁpw chl?S{@HnﬁefBﬁ?h%tﬁ&ld%i@&) thg 564

conpound 67 1.1 to T6/.1.
2007/ ogsmtw@irpmbmw@mgmsrfeqemol (968) & 0 X-NctdorRiNspm(9%A) €AX, f or each

of theseciéifbnsigfitié (gmw&oumeneﬁﬁﬁbsqﬁamen@f chi&ﬁ)b‘éﬁflfa 9%8) 2,

R20 and Rwo has the specific nmeaning given in correspondi'ng 17 ne,
appr opr i %ﬁ"gPR}’eE@P@bfggg) t T &m ?’}'@O'S‘GW'L!’Q%@EB)N‘ Ix-l qh@r g QPV%EL (6) +1,

Table A ch@b}rwoﬁ(&ts)Thrx t Ry mbs%ﬁbtﬂgwd) brer>566msﬂﬁm&wa(i§g4§6f8r>@ émte.%

T68. 1. 564 t ch of _th

speci fid (Qg'il‘?ﬁ ﬂgdg"e@éhﬂeﬁiﬁ) %g GWeE"PFefs\Agr“‘ % é’?f?ﬂt?ﬁz'"q:ﬁéa)ahg)s(iezl 100

has the amatei (auemamdm?ngl[&?ﬁ] erE1 r@uﬁ@pmﬁsmm)d\t Ty, |dr(5t§rgﬁon galt?rrr:atlve
Le ecl.e rom nes . e

Tbl o A R QSELF T o bR fodf s s e a0l Db dvanBerna (1pepy,

T69. 1. 564TXf ayfienétoiemiCAS RAD. RO #DTBRATZRGTEP2IGOG1AS8S) + TX| P

whi ch, t e

Var | abl <3PeERRTEY « T30S Bumpie B fac) £ 150 TRCRRT oo 30 O o168 1X.

cor r espdtemeRyioni(HB7) adps oﬁ?ﬁ’@lﬂmfyos{&?&ﬁé’d{, f demenitien- SMW) nadx, Adelnaon

to A 1. 56dzmf; 'F)he dlfﬁbioﬁ rﬁethgg@ézﬁ +7|©< E&h&oﬁ@h@s@b' ST OSRmetdHeosthyi

compounds, N0t Hetndton S (103805 TR demetor S matoy] (224) + TX, demeton-S-
methylsulphon (1039) + TX, diafenthiuron (226) + TX, dialifos (1042) + TX, diazinon
(227) + TX, dichlofluanid (230) + TX, dichlorvos (236) + TX, dicliphos (alternative name)
+ TX, dicofol (242) + TX, dicrotophos (243) + TX, dienochlor (1071) + TX, dimefox
(1081) + TX, dimethoate (262) + TX, dinactin (alternative name) (653) + TX, dinex
(1089) + TX, dinex-diclexine (1089) + TX, dinobuton (269) + TX, dinocap (270) + TX,
dinocap-4 [CCN] + TX, dinocap-6 [CCN] + TX, dinocton (1090) + TX, dinopenton (1092)
+ TX, dinosuifon (1097) + TX, dinoterbon (1098) + TX, dioxathion (1102) + TX, diphenyl
sulfone (IUPAG name) (1103) + TX, disulfiram (alternative name) [CCN] + TX, disulfoton

, (278) + TX, DNOC (282) + TX, dofenapyn (1113) + TX, doramectin (alternative name)

(w [CCN] + TX, endosulfan (294) + TX, endothion (1121) + TX, EPN (297) + TX,
eprinomectin (alternative name) [CCN] + TX, ethion (309) + TX, ethoate-methyl (1134) +
TX, etoxazole (320) + TX, etrimfos (1142) + TX, fenazaflor (1147) + TX, fenazaquin
(328) + TX, fenbutatin oxide (330) + TX, fenothiocarb (337) + TX, fenpropathrin (342) +
TX, fenpyrad (alternative name) + TX, fenpyroximate (345) + TX, fenson (1157) + TX,
fentrifanil (1161) + TX, fenvalerate (349) + TX, fipronit (354) + TX, fluacrypyrim (360) +
TX, fluazuron (1166) + TX, flubenzimine (1167) + TX, ﬂucycloxuron (366) + TX,

flucythrinate(367)+ TX;fluenetil(1169)~ TX; flufenoxuron (370) + TX, flumethrin (372)
+TX, fluorbenside (1174) + TX, fluvalinate (1184) + TX, FMC 1137 (development code)
(1185) + TX, formetanate (405) + TX, formetanate hydrochloride (405) + TX, formothion
(1192) + TX, formparanate (1193) + TX, gamma-HCH (430) + TX, giyodin (1205) + TX,



j-8 HN H3C-sR 20 in which, for each of these 564 specific conmpounds,
each of the of the variables R10, R20 and R100 has the specific

meani ng gi WER200A03KE correspondi ng | ine, appropriately BEIVBR20&WM0128dm
the 564 lines A 1.1 to A 1.564 of the Table A Table 71: This table
di scl oses the 564 conpounds T71.1.1 td®371.1.564 of the formula WO
2007/ 093402PCT/ E1' 2007/ 001283 - 173 - in which, for each of these
564 specific conpounds, each of the of the variables Ria, R0 and
R100 hashalieeprop é4d4) T Xre beptagpphioy e432b f TKh eheoadesybpalgropgnédanxylate

Tob o . (ENKCHEfREL Rbbtdo el (48 1R Ppdvibizgok ey £ TR Solmdipe
T72. 1. 564UBAChAme] wmzx lsmwrmhoﬁ(alt&mnmm@f(ﬂfa)es'@( 5&0popdddf i c
conpoundgyet g'mﬂBt ﬁoﬁfhomgal fateAsic Rufe) ( IB?@ 27 wﬂe&ﬁﬁfﬁé}ﬁatwe

speci fic mean nin rrespondi ng rrate
sel ect ed”ﬁ"ﬁ"i‘)rﬂ@@ﬁb’f ¥4 JIBF’”ﬁ@lQ" 'AGQG)IP T>é Aﬁsln@ﬁ.ﬂ (896) '@?T &Nphos (ﬂé%)e*

73: Thi stk althard (380)SER, UdrenbA (409 %al&%nl(4éz)tmi 73na1}or%@én @11‘254
the fornula WO 2007/ 09340Q2PCT/ EP2007/ 0012 fo

each of tRA&seMewuPam R0 +d % omsBlRian @3@” "OTX't H@e%"ffe’i (?éteiﬂé'ﬂ‘feaﬂﬂ"@é
Ri a, R20(ﬂjhlj+ﬁib@0nﬁ&&chb€ (ma;wnxc; ﬂ?éﬂﬁhﬂﬂapﬁdas/@m) PTRheméeBida®mpqsLh) g

the. Tabl Boametared (550) TIE melBaviiiBe ks TRy Bisrigs kpekada 174 1. 1

to T74. lmbtokarl (550)er TX nuévinphos (356)R TR, mbxecadmen(1200)t-hEX.e ribémectin

hhs the GS0GT T MibafiPaY o dRe ek HBmE Il afiparag 88 R0

appr opr i merdoyoteioe ¢8aid +fT>() rrmdwkﬁ‘ﬁm (130@s+ PX,1. nlondecm (itedativef nanie

?’;‘g'. i é 6[&:&{]’ L»@rx75na|&!'11 ﬁFa'/S 38he QAbsEaqedinpduhi8 co&4 +CPEPRENER Edmpdunt O
code) + TX mﬂundtde (1309) + TX, nikkomycins (alternative name) [CCN] + TX,
nitrilacarb (1313) + TX, nitrilacarb 1:1 zinc chloride complex (1313) + TX, NNI-0101
(compound code) + TX, NNiI-0250 {compound code) + TX, omethoate (534} + TX,
oxamyl (602) + TX, oxydeprofos (1324) + TX, oxydisulfoton (1 325)'+ TX, pp-DDT (219)
+TX, parathion (615) + TX, permethrin (626) + TX, petroleum oils (alternative name)
(628) + TX, phenkapton (1330} + TX, phenthoate (631) + TX, phorate (636) + TX,
phosalone (637) + TX, phosfolan (1338) -+ TX, phosmet {(638) + TX, phosphamidon (639)
+TX, phoxim (642) + TX, pirimiphos-methyl (652) + TX, polychloroterpenes (traditional
name) (1347) + TX, polynactins (alternative name) (653) + TX, proclonol (1350) + TX,
profenofos (662) + TX, promacyl (1354) + TX, propargite (671} + TX, propetamphos

( . {673) + TX, propoxur (678) + TX, prothidathion (1360) + TX, prothoate (1362) + TX,
pyrethrin | (696) + TX, pyrethrin Il (696) + TX, pyrethrins (696) + TX, pyridaben (699) +
TX, pyridaphenthion (701) + TX, pyrimidifen (708) + TX, pyrimitate (1370) + TX,
quinalphos (711) + TX, quintiofos (1381) + TX, R-1492 (development code) (1382) + TX,
RA-17 (development code) (1383) + TX, rotenone (722) + TX, schradan (1388) + TX,
sebufos (alternative name) + TX, selamectin (alternative name} [CCN] + TX, SI-0009
(compound code) + TX, sophamide (1402) + TX, spirodiclofen (738} + TX, ébiromesifen

(739) + TX, SSi-121 (development code) (1404) + TX, suifiram (alternative name) [CCN]
+ TX, sulfluramid {750) + TX, sulfotep (753) + TX, sulfur (754) + TX, SZI-121
(development code) (757) + TX, tau-fluvalinate (398) + TX, tebufenpyrad (763} + TX,
TEPP (1417) + TX, terbam (aiternative name) + TX, tetrachlorvinphos (777} + TX,



WD 2007/ 093402PCT/ EP2007/ 001283 - 175 - in which, for each of

t hese 564 specific conpounds, each of the of the variables Ria, R20
and R100 h&%0tHW@o%geci fi c meani ng gi ven in the correspoRET/BE20DT/¢98283
appropriately selected fromthe 564 lines A.1.1 to A 1.564 of the
Table A. Table 76: This table disclosd®3the 564 conpounds 176.1.1 to
176. 1. 564 of the fornula I n which, for each of these 564 specific
conpounds, each of the of the vari abI es R18, R20 and RI(r) has the
speci f i ctetradifdm(@8e)i v EX, itatrarastic @itemstierhinmgg (653) e, TXapEtapuli (2428) v TX,

| t ed | 1. t 17:
3o St SoE R oo raREEs - it} 3¢ BB Raltaod AOTE
fornul a thametonBOODSTN2 p@mangwmamm thuripgignsin (altermativaingme) fGSIN] +
each of frﬁe gﬂoiaam)ﬁ ‘?xC n&g méfbmf tﬁ%pﬁgnst] ) Ya% %hﬁﬁon

Rui , anl ng given I n e COI’I’ESpOI’] I Ng

l'i ne, apfﬁltewan\é&'@r@e)s'e%ctfwloﬁoam%e T%4glf¢"r?&$ (A435) 1+ T AinBCcHB4 Of

the Tabl gbr Tmha@n sssmwsxt@aﬂnﬁjm b#BaSTX hSafifidoreQoRRYAAS vilFdel. 1
to T78. 1&&%6 e theeagor-rgula 0 Io%C(hﬁrﬁfor eaghﬁg{? 3?255&% ste

spemhc@B’PﬁWe tsdéh of the of the variables Ria, R0 and R100
has the specarfalgc;ﬂeaalwgdwﬂnelgfbdp@smsytdrew@cnﬁtsﬂ bi ihoxazin [CCN] +

Tbl o' A Praigbebesoowoats (RAC Goge] gL The ceeéer%ﬁmsiﬁeiw% Pty
T79. 1. 56[ECN] +tTe Bimhionk &1 052D+ 00 7 dioI3rPREFPAEEBR2T0N,7 /Ddd A8 295) 147/ TX -

( . fentin (347) + TX, hydrated lime [CCN] + TX, nabam (566} + TX, quinoclamine (714) +
TX, quinonamid (1379) + TX, simazine (730) + TX, triphenyltin acetate (IUPAC name)
(347) and triphenyltin hydroxide ([UPAC name) (347) + TX,

an anthelmintic selected from the group of substances consisting of abamectin (1) +
TX, crufomate (1011) + TX, doramectin (alternative name) [CCN] + TX, emamaectin (291)
+ TX, emamectin benzoate (291) + TX, eprinomectin (alternative name) [CCN] + TX,
ivermectin {alternative name) [CCN] + TX, milbemycin oxime (alternative name) [CCN] +
TX, moxidectin (alternative name) [CCN].+ TX, piperazine [CCN] + TX, selamectin
(afternative name) [CCN] + TX, spinosad (737) and thiophanate (1435) + TX,

an avicide selected from the group of substances consisting of chloralose (127) + TX,
endrin (1122) + TX, fenthion (346) + TX, pyridin-4-amine ([UPAC name} (23) and
strychnine (745) + TX,

a bactericide selected from the group of substances consisting of 1-hydroxy-1H-
pyridine-2-thione (IJUPAC name) (1222) + TX, 4-(quinoxalin-2-ylamino)benzenesulfonamide
(IUPAC name) (748) + TX, 8-hydroxyquincline sulfate (448) + TX, bronopol (97) + TX,
copper dioctanoate (IUPAC name) (170) + TX, copper hydroxide (IUPAC name) (169) +
TX, cresol [CCN] + TX, dichlorophen (232) + TX, dipyrithione (1105) + TX, dodicin
(1112) + TX, fenaminosulf (1144) + TX, formaldehyde (404) + TX, hydrargaphen
{alternative name) [CCN] + TX, kasugamycin (483) + TX, kasugamycin hydrochloride
hydrate (483) + TX, nickel bis(dimethyldithiocarbamate) (lUPAC name) (1308) + TX,

(611) + TX, potassuum hydroxyquinoline sulfate (446) + TX, probenazole (658) + TX,
streptomycin (744) + TX, streptomycin sesquisulfate (744) + TX, tecloftalam (766) + TX,
and thiomersal (alternative name) [CCN] + TX,



in which, for each of these 564 specific conmpounds, each of the of
the variables Ruh 1 R20 and R100 has the specific nmeaning given in the
corr espondi W8 204748340 ppropri ately sel ected fromthe 564 PICTAZ00X001288
to A.1.564 of the Table A Table 80: This table discloses the 564
conmpounds T80.1.1 to T80.1.564 of the f¥rnula RLOO ,N 0 RiaNCl in

whi ch, for each of these 564 specific conpounds, each of the of the
vari ables R a, F120 and Ri oo has the specific neaning given in the
cor r espondi ng bidlogical aggnt spiectad &b the geup stisthstanceheorsBling diddoxppives
to A1.5 T 1: ' |

compounad YH1C | el iEndnolds) TR\ gt bl BgaRbARRSnNE naifé) (19
2007/ 09340DRCHhze Y% spR Alsnative pgme) (19) HIXy  Aamrepharfalaifere NP Vi(akereativa

of |Lhese rafd) BRPGiT, CARRIMPURAS (ARRTMOL ndrh) 96) 1 1R, AHisilseboBnais

as the sSpeciTlI C neanl n |Ven In the Correspon
T e ot de B EBLET Ku AR SR MBIV (5 AR, s@%idgfefes
E gelggblj_% dm;j_éblt(@teﬁ%tlvg Rarfie)t (@Q)‘ £THI Wt&lﬁ'ﬁﬁvé&éﬁfoﬁﬁ&hﬁp‘ﬂse%ﬁSGﬂﬁﬁv& I%ﬂ'?l 2
conpoundé3e Tt ERoIiEs (aisTpirs SeenaBy TRo dPaqil® BaAs RANGTR

S plem fi g (SoRMOfidGarge)(es) + X[ NRacilias rmp@mhrmrhne‘n@scuamm oarné)a b8l yTX,
sel ecte

he 564.]i Al . 1 b .. Tabl.
o3 Thi s SR Hrae ol BE e bRl hamsheed) « T RS dorggRhef
t he for mslissp. WE2HGE/(S9SHT2 RET2HB2 DO TKD 0828 thulingiensis sukisp. japerensisf or

each of R&?&ﬁg@,g%nﬁgg %Tﬁ C@M@E ﬂgﬁm%gﬁs?&uggetmu?stﬂ! %Eﬂtlf\’cﬁdg‘?eg (S@lal ng

R1EO R20 ‘and € 'speci T1C meani ng
| i ne, appepPacitusithurivglessis sdbsnr tarebranisygaientiiipasma) (B1)+ T, ABgauyeda of

E heTgall%ggsianEQhé?nme n‘ame§ (§3§‘Q'T@(OdB§§Jn@ﬁ§§r&n@ﬁia§ﬁélt&9m%%) Bl
© Chrysoperla camea (alternatnve name) {151} + TX, Cryptolaemus montrouzieri (alternative

name) (178) + TX, Cydia pomonella GV (alternative name) (191) + TX, Dacnusa sibirica
(alternative name) (212) + TX, Diglyphus isaea (alternative name) (254} + TX, Encarsia
formosa (scientific name) (293) + TX, Eretmocerus eremicus (alternative name) (300) + TX,
Helicoverpa zea NPV (alternative name) (431) + TX, Heterorhabditis bacteriophora and H.
megidis (alternative name) (433) + TX, Hippodamia convergens (alternative néme) (442) +
TX, Leptomastix dactylopii (alternative name) (488) + TX, Macrolophus caliginosus
(alternative name) (491) + TX, Mamestra brassicag NPV (alternative name) (494) + TX,
Metaphycus helvolus (alternative name) (522) + TX, Metarhizium anisopliae var. acridum

' {scientific name) (523) + TX, Metarhizium anisopliae var. anisopliae (scientific name) (523)

( + TX, Neodiprion sertifer NPV and N. lecontei NPV (alternative name) (575) + TX, Orius
spp. (alternative name) (596) + TX, Paecilomyces fumosoroseus (alternative name}) (613) +
TX, Phytoseiulus persimilis (alternative name) (644) + TX, Spodoptera exigua multicapsid
nuclear polyhedrosis virus (scientific name) (741} + Tx; Steinernema bibionis (alternative
name) (742) + TX, Steinernema carpocapsae (alternative name) (742) + TX, Steinernema
feltiae (alternative name) (742) + TX, Steinernema glaseri (alternative name) (742) + TX,
Steinernema riobrave (alternative name) (742) + TX Steinernema riobravis (alternative

name) (742) + T erTema st +
spp. (alternative name) (742) 4 TX, Trichogramma spp. (alternative name) (826) + TX,

Typhlodromus occidentalis (alternative name) (844) and Verticillium lecanii (alternative
name) (848) + TX,



HON i n which, for each of these 564 specific conpounds, each of the
of the variables RI., R20 and R100 has the specific nmeaning given in
t he correspundiongskizne, appropriately sel ected from t hePGBEPHIMOR283
A.1l.1to A 1.564 of the Table A. Table 85: This table discloses the
564 compounds T85.1.1 to T85.1.564 of 1¥he fornula WO

2007/ 093402PCT/ EP2007/ 001283 - 180 - H2NHN20 i n whi ch, for each of
t hese 564 specific conpounds, each of the of the variables R a, R20
and Rim has & $od stapisot $electedbBipinnioe gﬂouenfsubstaheemnsiewmnfddadm@dtﬁm
appropr| r A. 1.1 to A 1.564 of the
Tabl e A éggeﬁar%danfd %]1§I%§° 6%3722% é 564 conpounds 186.1.1 to
T86. 1. 564 ofa qmmos@rthm %e!eoeemf@gmtr@ group ofjsybstaness, congistingad lapbdlate lesl] +

564 specyy i s.ssamﬁamgﬁuem[@ém D?XObeshlf’an (Qﬁérﬁé’tlv%%g eg[cféﬂ]%ﬁnd

R100 has t'he specific neaning ng ven in the correspon

appr opr i BUbEYzUER) @80kt TKr iinlifdalignative rﬁ'é@‘e)blopf‘hl + X AhemeHECH +TRe
Tabl e A hohphl ec&7+ TXhi ﬁleteeml%:ﬂ] sfrkosﬂémr‘o NFPTROUREthyildphothtel tO
dc

T87.1.5 007/ 9340 / P20 /001283 - 181 -
oI AR 166 ﬁtf%h @ﬁrzwl\ﬁ ot (algratys,seme [l R dera (S5 +

of the ofX,t tiohetpadbitedsative aamBRCCENId- QO tHidtspd tmaemawe rfam‘e) Meanj AgX,

oL ven | o R S b N BARS BBls YT LG £, T 552
t he 564 comaoinsdst pigtardonk setectddi¥rdn ﬁ'@zgr@jp df Isebdtamoes Icansustmg rof (E)+dh-5-
I/g; i :glc 235 qﬂltg?%o‘ggﬁ@ﬂﬁ%f%ﬁ@s 8"3 e's peC| aﬂrleanl nS%@%%%H'%‘%

cor r espaedipte(lUPAe namphBap) + el ()E)-ﬁéh@bllwt-ﬂmrﬂ OHBIFFEA name(S4 8. ATX,
to A 1. 364 etrabiB&-4 36/ dRntt-yl acetate (IUPAC name) (779) + TX, (2)-dodec-7-en-1-yi
acetate (IUPAC name) (285) + TX, (Z)-hexadec-11-enal (IJUPAC name) (436) + TX, (2)-
hexadec-11-en-1-yl acetate (IUPAC name) (437) + TX, (Z)-hexadec-13-en-11-yn-1-yl
acetate ({UPAC name) (438) + TX, (2)-icos-13-en-10-one (IUPAC name) (448) + TX, (2)-
tetradec-7-en-1-al (IUPAC name) (782) + TX, (2)-tetradec-9-en-1-ol (IUPAC name) (783} +
TX, (2)-tetradec-9-en-1-yl acetate (IUPAC name) (784) + TX, (7E,9Z)-dodeca-7,9-dien-1-yl
acetate (IUPAC name) (283) + TX, (9Z,11E)-tetradeca-9,11-dien-1-yl acetate (IUPAC name)
(780) + TX, (92,12E)-tetradeca-9,12-dien-1-yl acetate (IUPAC name) (781) + TX, 14-
methyloctadec-1-ene (IUPAC name) (545) +'TX, 4-methylnonan-5-al with 4-methyinonan-5-
one (IUPAC name) (544) + TX, alpha-multistriatin (alternative name) [CCN] + TX,
brevicomin (aiternative name) [CCN] + TX, codlelure (alternative name) [CCN] + TX,
codlemone (alternative name) (167) + TX, cuelure (alternative name) (179} + TX,

disparlure {277) + TX, dodec-8-en-1-yil acetate (IUPAC name) {286) + TX, dodec-9-en-1-
yl acetate (IUPAC name) (287) + TX, dodeca-8 + TX, 10-dien-1-yl acetate (IUPAC name)
(284) + TX, dominicalure {alternative name) [CCN] + TX, ethyl 4-methyloctanoate ({UPAC
name) (317) + TX, eugenol (alternative name) [CCN} + TX, frontalin (alternative name)
[CCN] + TX, gossyplure (alternative name) (420) + TX, grandlure (421) + TX, grandlure |
(alternative name) (421) + TX, grandlure Il (alternative name) (421} + TX, grandiure lll

(altetrative name) (421) + TX,  grardiore IV (alternative name) (421Y+ TX,  hexalure [CCN]
+ TX, ipsdienol (aiternative name) [CCN] + TX, ipseno! (alternative name) [CCN] + TX,
japonilure (alternative name} (481) + TX, lineatin (alternative name) [CCN] + TX, litlure
(alternative name) [CCN] + TX, looplure (alternative name) [CCN] + TX, medlure [CCN] +



Tabl e 89: This table discloses the 564 conpounds T89.1.1 to T89.1.564
of the formula WD 2007/093402PCT/ EP2007/001283 - 182 - HN R20 in
whi ch, for VaeHW7/8B4Zhese 564 specific conpounds, each oPCI/RB0GH001138
vari ables Flu, R20 and RI(r) has the 3§§cific meani ng given in the
corresponding |ine, appropriately sel ed fromthe 564 lines A 1.1
to A.1.564 of the Table A Table 90: This table discloses the 564
conpounds T90.1.1 to T90.1.564 of the fornula I n which, for each
of t hesel%64negseQmaic acid (iiomative name)dFCH +{TXe wPthyteugensli(altsressiviname)

R20 and {8h6P; RS rhﬁ’&:aﬁP@(HGE} % I'ﬁea&t%cg@‘lgr&édﬁ W%?cffa?é {I@ﬁﬁ@%@h‘%g(ssp) +
line, appropriately selected fromt

the Tabl DXAbctadasesd. bﬁrd'eﬂ'ﬁrbéa?%tﬁtleé'l{ﬁ%bm%%%%%e“ B64 offwife (plgmaties. 1. 1
to TIL1. Indhe) [OCN]hEFXfO(ﬁ hl%re Mﬁbr&@@yrﬁmgﬂ9ghﬁp29§|yn%$%§%mahq@3 -

thevar 1 TR LCEREY TRocP i IRCN  TRascaHEIBEH Ve rHEan 4G 4T Yoaupeol
Z hi (i 0 [ r(aimawen@ﬁe) [GCNﬁp}ng(gﬂéirﬁeelm -ével-gekedtd (mm@ haméﬁﬁ%gg)g «2‘?% e
564" comifirurer@ath TRF sheytee  eheebieiBmel lidp 4 WX, ripairehy r or
each of (ahesativetame)BS9f i TX; onpadhis B, @itehathe rahe) (HSQl) her N{afrhﬁhiu%a(i:n
e, " angraneitanef sl Sd A iR e iEoM 7 1T A 17564 of
t he Tabl e AanTrgscerepglentiglecteditsbro thi grolpsiesibstascestpnsistingomi@electfithio)d. 1
:t 0 193. lotnbith @OPAOPakef [Boh e TRO BRSO etz 1/ 1'5!?299134(&8313&§pﬂen£84 i
'\ glycol) (936) + TX, dibutyl adipate (JUPAC name) (1046) + TX, dibutyl phthalate (1047) +
TX, dibutyl succinate (JUPAC name) (1048) + TX, diethyltoluamide [CCN] + TX, dimethyl
carbate [CCN] + TX, dimethyl phthalate [CCN] + TX, ethyl hexanediol (1137) + TX,
hexamide [CCN] + TX, methoquin-butyl (1276} + TX, methylneodecanamide [CCN] + TX,
oxamate [CCN] and picaridin {CCN] + TX,

an insecticide selected from the group of substances consisting of 1-dichloro-1-
nitroethane (IUPAC/Chemical Abstracts name) (1058) + TX, 1,1-dichloro-2,2-bis(4-
ethylphenyl)ethane (JUPAC name) (1056), + TX, 1,2-dichloropropane (IUPAC/Chemical
Abstracts name) (1062) + TX, 1,2-dichloropropane with 1,3-dichloropropene (IUPAC name)
(1063} + TX, 1-bromo-2-chloroethane (IUPAC/Chemical Abstracts name) (916) + TX,
2,2,2-trichloro-1-(3,4-dichlorophenyl)ethyl acetate (IUPAC name) (1451) + TX, 2,2-
dichlorovinyl 2-ethylsulfinylethyl methyl phosphate (IUPAC name) (1066) + TX, 2-(1,3-
dithiolan-2-yl)pheny! dimethylcarbamate (IUPAC/ Chemical Abstracts name) (1108) + TX,
2-(2-butoxyethoxy)ethyl thiocyanate (IUPAC/Chemical Abstracts name) (935) + TX, 2-(4,5-
dimethyl-1,3-dioxolan-2-yl)phenyl methylcarbamate (IUPAC/ Chemical Abstracts name)
(1084) + TX, 2-(4-chloro-3,5-xylyloxy)ethanol (IUPAC name) (886) + TX, 2-chlorovinyl
diethyl phosphate (IUPAC name) (984) + TX, 2-imidazolidone ({UPAC name) (1225) + TX,
2-isovalerylindan-1,3-dione (IUPAC name) (1246) + TX, 2-methyl(prop-2-ynyl)aminophenyl
methylcarbamate (IUPAC name) (1284) + TX, 2-thiocyanatoethyl laurate (IUPAC name)

(1433)+TX; =1=chloroprop=1=ene (IUPACname)(917)+ TX, —3-methyl-1=
phenylpyrazol-5-yl dimethylcarbamate (IUPAC name) (1283) + TX, 4-methyi(prop-2-
ynyljamino-3,5-xylyl methylcarbamate (IUPAC name) (1285) + TX, 5,5-dimethyl-3-
oxocyclohex-1-enyl dimethylcarbamate (IUPAC name) (1085) + TX, abamectin (1) + TX,



in which, for each of these 564 specific conmpounds, each of the of
the vari abl es Ria, R20 and Rum has the specific nmeaning given in the
cor r espondM2007/a3402appropri ately sel ected from t he 564pCT/ER2807A01281
to A.1.564 of the Table A Table 94: This table discloses the 564
conpounds T94.1.1 to 194.1.564 of thel¥ormla in which, for each
of these 564 specific conpounds, each of the of the variables R a,
R20 and Rum has the specific nmeaning given in the corresponding |line,
appr opr i 2aephate $31+eTX e ciclamipridH@) 58X, | doetréonXalterdative name) BB2NJof TX he

Tos. 1. s ap i ON TR, Rt 6F 3% ot PR IAE BHBEE BT I 1
NN HN Rdanysaigii @Dht TXoraldieash (1) +The s aldeagadi863)+ TX.c adripuBek + Bach of
the of téil@thYﬁr(ﬁ}Q'ﬁ@ Bu@sa.ﬂ:@ﬁ) @@ﬁuaﬁ@&&r{i@icépgﬁ&e%n%%at @@E e g' ven

in the corresponding |ine, .appropri at cted i nes
Al.1 t@'WaICVBB’ZI"QS’F"rt @82rabKe a&pth@ngéaltemﬁtwe nameElCENIH BSes t he

564 conmpmies sphide 610?-«9 Gx1. éﬁi@ltﬁ]f)n Eé?@%i qfkm’érﬁidotfhldafb (W?Q)C-h'i'xf or

535, FAnaared0 hIX. (USRI Dlrsaonghgpiaromnt RS . sitas
cor r espqpal DX, ianabasEBIRY + axelatmaahraﬁtwk)ﬁnw Ahsss"zﬁ(éoﬂnp&ﬁﬁi odddy 4
b norn ot eZ £85Ty (BRpGuaendl s 3. Sieatitachin flsratvapame) (1) + T,

2007/ 09 3%8PPERhEPREN) #/10Q 1 388phosiBifyt {44) + TH) ntinmfos-nﬁmhynwmhm t hese
564 specazaﬁsa@ggww@ el mLmy?&,s%fde@gsnd&&"%b agﬂvg qaﬁﬁeg &9 1x,

'R100 h I ¢ ‘'meani n e correspon
appropr|t@('émil95%fluetﬂséléatﬁ(@itﬁmﬂwe pame] [CedE +AX1. banum polgsulié of t he

Tabl e A-(IUPAC:‘ChernicaI Abstracts name) (892) + TX, barthrin [CCN] + TX, Bayer 22/190
(development code) (893) + TX, Bayer 22408 (development code) (894) + TX, bendiocarb
(58) + TX, benfuracarb (60) + TX, bensultap (66) + TX, beta-cyfluthrin (194) + TX, beta-
cypermethrin (203) + TX, bifenthrin (76} + TX, bioallethrin (78) + TX, bioallethrin S
cyclopentenyl isomer (alternative name) (79) + TX, bioethanomethrin [CCN] + TX,
biopermethrin {908) + TX, bioresmethrin (80) + TX, bis(2-chloroethyl) ether (IUPAC name)
(808} +.TX, bistrifluron (83} + TX, borax (86) + TX, brofenvalerate (alternative name) +
TX, bromfenvinfos (914) + TX, bromocyclen (818) + TX, bromo-DDT (alternative name)
[CCN] + TX, bromophos (920) + TX, bromophos-ethyl (921) + TX, bufencarb (924) + TX,
buprofezin (99) + TX, butacarb (826) + TX, butathiofos (927) + TX, butocarboxim (103) +

_ TX, butonate (932) + TX, butoxycarboxim (104) + TX, butylpyridaben (alternative name)

( _ + TX, cadusafos (109) + TX, calcium arsenate [CCN] + TX,. calcium cyanide (444) + TX,
calcium polysulfide (IUPAC name) (111) + TX, camphechlor (941) + TX, carbanolate
(943) + TX, carbaryl (115) + TX, carbofuran (118) + TX, carbon disuffide
(lUPAC/Chemical Abstracts name) (945) + TX, carbon tetrachloride (IUPAC name) (846) +
TX, carbophenothion (947) + TX, carbosulfan (119) + TX, cartap (123) + TX, cartap
hydrochloride (123) + TX, cevadine (alternative name} (725) + TX, chlorbicyclen (960) +
TX, chlordane (128) + TX, chlordecone (863) + TX, chlordimeform (964) + TX,

chlordimeforri hydrochloride (964) + TX, chlorethoxyfos (129) + TX,  chlorfenapyr (130) +
TX, chlorfenvinphos (131) + TX, chlorfluazuron (132) + TX, chlormephos (136) + TX,
chloroform [CCN] + TX, chloropicrin (141) + TX, chlorphoxim (989) + TX, chlorprazophos
(990) + TX, chlorpyrifos (145) + TX, chlorpyrifos-methyl (146) + TX, chlorthiophos (994)



Tabl e 98: This table discloses the 564 conpounds T98.1.1 to T98.1.564
of the fornula i n which, for each of these 564 specific conmpounds,
each of th&vmtoot/bas4ozari ables Ria, R20 and R100 has the BQEEPI0T001283
meani ng given in the corresponding |ine, appropriately selected from
the 564 lines A 1.1 to A 1.564 of the!#ble A Table 99: This table
di scl oses the 564 conmpounds T99.1.1 to T99.1.564 of the formula WO
2007/ 093402PCT1EP2007/ 001283 - 187 - in which, for each of these
564 spec+fTKc at'mrpaiamﬁrie @a0)+ OK, tderiafll (G962 +VX, | eibérasll 98) + RXO éinelins

2%8?02‘?‘? CoBf TRe eSO B ol 3% TR0 "o, BFni
Tabl e A alternamlr@rr@ms Td¢ slogthdearb (249) ed”m; edbsaﬂtel Mtemtwé)ealpe)e{pm\t}d TX,
L5 O LRI 69 LB Nolhl NN EAERYRshy okl 19
nmonomet H§APP&t teate [RCNL+ TX, coumaphos (174) + TX coumithoate (1008) + TX crotamiton
{alternative name) {CCN] + TX, crotoxyphos (1010} + TX, crufomate (1011) + TX,
cryolite (alternative name) (177) + TX, CS 708 (development code) (1012) + TX,
cyanofenphos (1019) + TX, - cyanophos (184) + TX, cyanthoate (1020) + TX, cyclethrin
[CCN] + TX, cycloprothrin (188) + TX, cyfluthrin (193) + TX, cyhalothrin (196) + TX,
cypermethrin (201) + TX, cyphenothrin (206) + TX, cyromazine (209) + TX, cythioate
( (alternative name) [CCN] + TX, d-limonene (alternative name) [CCN] + TX, d-tetramethrin
(alternative name) (788) + TX, DAEP‘(1 031} + TX, dazomet (216) + TX, DDT (219) +
TX, decarbofuran (1034) + TX, deltamethrin (223) + TX, demephion (1037) + TX,
demephion-O {1037) + TX, demephion-S (1037) + TX, demeton (1038) + TX, demeton-
methyl (224) + TX, demeton-O (1038) + TX, demeton-O-methyl (224) + TX, demeton-S
(1038) + TX, demeton-S-methyl (224) + TX, demeton-S-methylsulphon (1039) + TX,
diafenthiuron (226) + TX, dialifos (1042) + TX, diamidafos (1044) + TX, diazinon (227) +
TX, dicapthon (1050). + TX, dichlofenthion (1051) + TX, dichlorvos (236) + TX, dicliphos
(alternative name) + TX, dicresyl (alternative name) [CCN] + TX, dicrotophos (243) + TX,
dicyclanil (244} + TX, dieldrin (1070) + TX, diethyl 5-methylpyrazol-3-yl phosphate (IUPAC
name} (1076) + TX, diflubenzuron (250) + TX, dilor (alternative name) [CCN] +TX,
dimefluthrin [CCN] + TX, dimefox (1081) + TX, dimetan (1085) + TX, dimethoate (262) +
) TX, dimethrin (1'083) + TX, dimethylvinphos {265) + TX, dimetilan (1086) + TX, dinex
( (1089) + TX, dinex-diclexine (1089} + TX, dinoprop (1093) + TX, dinosam {1094) + TX,
dinoseb (1095) + TX, dinotefuran (271) + TX, diofenclan (1099} + TX, dioxabenzofos
(1100) + TX, dioxacarb (1101) + TX, dioxathion (1102) + TX, disulfoton (278) + TX,
dithicrofos (1108) + TX, DNOC (282) + TX, doramectin (alternative name) [CCN] + TX,
DSP (1115) + TX, ecdysterone (alternative name) [CCN] + TX, E! 1642 (developmenf
code) (1118) + TX, emamectin (291) + TX, emamectin benzoate (291) + TX, EMPC
(1120) + TX, empenthrin (292) + TX, endosulfan (294} + TX, endothion (1121) + TX,

endrin (T122) + TX, EPBP (1123) + TX, EPN (297) + TX, epofenonane (1124) + TX,
eprinomectin (alternative name) [CCN] + TX, esfenvalerate (302) + TX, etaphos
(alternative name) [CCN] + TX, ethiofencarb (308) + TX, ethion (309) + TX, ethiprole
(310) + TX, ethoate-methyl (1134) + TX, ethoprophos (312) + TX, ethyl formate (IUPAC



- Polyethylene glycol MN400 - 70 % N-Methyl pyrrolid-2-one 20 % -
Epoxi di zed coconut oil - 1 %5 % Petrol eum ether (boiling range:
160- 190) VOURNTOSBHE sol utions are suitable for use in PEREERHIAILEES
m crodrops. WD 2007/093402 - 188 - 19P§T/ EP2007/ 001283 Exanpl e F3:

G anul es a) b) -

name) [CCN] + TX, ethyl-DDD (alternative name) (1056) + TX, ethylene dibromide (316) +
TX, ethylene dichloride (chemical name) (1136) + TX, ethylene oxide [CCN] + TX,
etofenprox (319) + TX, etrimfos (1142) + TX, EXD (1143} + TX, famphur (323) + TX,
fenamiphos (326} + TX, fenazaflor (1147) + TX, fenchlorphos (1148) + TX, fenethacarb
(1149) + TX, fenfluthrin (1150) + TX, fenitrothion (335) + TX, fenobucarb (336) + TX,
fenoxacrim (1153) + TX, fenoxycarb (340) + TX, fenpirithrin (1155) + TX, fenpropathrin
(342) + TX, fenpyrad (alternative name) + TX, fensulfothion (1158) + TX, fenthion (346)
+TX, fenthion-ethyl [CCN] + TX, fenvalerate (349) + TX, fipronil (354) + TX, flonicamid
(358) + TX, flubendiamide (CAS. Reg. No.: 272451-65-7) + TX, flucofuron (1168) + TX,
flucycloxuron (366) + TX, flucythrinate (367) + TX, fluenetil (1169) + TX, flufenerim

( [CCN] + TX, flufenoxuron (370) + TX, flufenprox (1171) + TX, flumethrin (372} + TX,

' fluvalinate (1184) + TX, FMC 1137 (development code) (1185} + TX, fonofos (1191) + TX,
formetanate (405) + TX, formetanate hydrochloride {405) + TX, formothion (1192) + TX,
formparanate (1193) + TX, fosmethilan (1194) + TX, {ospirate (11 95) +TX, fosthiazate
(408) + TX, fosthietan (1196) + TX, furathiocarb (412) + TX, furetHrin {1200) + TX,
gamma-cyhalothrin (197) + TX, gamma-HCH (430) + TX, guazatine (422) + TX,
guazatine acetates (422) + TX, GY-81 (development code) (423) + TX, .halfenprox (424) +
TX, halofenozide (425) + TX, HCH (430) + TX, HEQOD (1070) + TX, heptachlor (1211) +
TX, heptenophos (432) + TX, heterophos [CCN] + TX, hexaflumuron (439} + TX, HHDN
(864) + TX, hydramethylnon (443) + TX, hydrogen cyanide (444) + TX, hydroprene {445)
+ TX, hyquincarb (1223) + TX, imidacloprid (458) + TX, imiprothrin (460) + TX,
indoxacarb (465) + TX, iodomethane (IUPAC name) (542) + TX, IPSP (1229) +TX,
isazofos (1231) + TX, isobenzan (1232) + TX, isocarbophos {alternative name) (473) +

\ TX, isodrin (1235) + TX, isofenphos (1238) + TX, isolane (1237) + TX, isoprocarb (472)
+ TX, isopropyl O-(methoxyaminothiophosphoryl)salicylate (IUPAC name) (473) + TX,
isoprothiclane (474) + TX, isothioate (1244) + TX, isoxathion (480) + TX, ivermectin
(alternative name) [CCN] + TX, jasmolin | (696) + TX, jasmolin Il (696) + TX, jodfenphos
(1248) + TX, juvenile hormone i (alternative name) [CCN] + TX, juvenile hormone Il
(alternative name) [CCN] + TX, juvenile hormone Il (alternative name) [CCN] + TX,
kelevan (1249) + TX, kinoprene (484) + TX, lambda-cyhalothrin (198) + TX, lead

arsenate [CON)+ TX, lepimectin (CCN)+ TX, leptophos {1250y + TX,lindane (430) +
TX, lirimfos (1251) + TX, lufenuron (490) + TX, Iy'thidéthion (1253) + TX, m-cumenyl

methylcarbamate (IUPAC name) (1014) + TX, magnesium phosphide (IUPAC name) (640}
+ TX, malathion (492) + TX, malonoben (1254) + TX, mazidox (12565) + TX, mecarbam



c) d) Active ingredient 5% 10 % 8% 21 % Kaolin 94% - 79% 54% Hi ghly

di sperse silica 1 % 13% 7% Attapulgite 90% 18% The active

I ngr edi ent W@ :2e78%d02/ed i n di chl oronet hane, the sol uti orCTEPHPT/EYEHd

onto the carrier(s), and the solvent is subsequently evaporated in

vacuo. Exanple F4: Dusts a) b) ActiveZPRgredient 2 %5 % Highly

di sperse silica 1 %
(502) + TX, mecarphon (12568) + TX, menazon (1260) + TX, mephosfolan (1261) + TX,
mercurous chloride (513) + TX, mesulfenfos (1263) + TX, metaffumizone (CCN) + TX,
metam (519) + TX, metam-potassium (alternative name) (519) + TX, metam-sodium (519)
+ TX, methacrifos (1266) + TX, methamidophos (527} + TX, methanesulfonyl fluoride
(ITUPAC/Chemical Abstracts name) (1268) + TX, methidathion (529) + TX, methiocarb
(530} + TX, methocrotophos (1273) + TX, methomyl (531) + TX, methoprene (5632} + TX,
methoquin-butyl (1276} + TX, methothrin (alternative name) (533) + TX, methoxychlor
(534) + TX, methoxyfenozide (535) + TX, methyl bromide (537) + TX, methyl
isothiocyanate (543) + TX, methylchloroform (alternative name) [CCN] + TX, methylene
chloride [CCN] + TX, metofluthrin [CCN] + TX, metolcarb (550} + TX, metoxadiazone

( ' (1288) + TX, mevinphos (556) + TX, mexacarbate (1290) + TX, milbemectin (557) + TX,

‘ milbemycin oxime (alternative name) [CCN] + TX, mipafox (1293) + TX, mirex (1294) +
TX, monocrotophos (561) + TX, morphothion (1300) + TX, moxidectin (alternative name)
[CCN] + TX, naftalofos (altemative name) [CCN] + TX, naled (667) + TX, naphthalene
(IUPAC/Chemical Abstracts name) (1303) + TX, NC-170 (development code) (1306) + TX,
NC-184 (compound code) + TX, nicotine (578) + TX, nicotine sulfate (578) + TX,
nifluridide (1309) + TX, nitenpyram (579) + TX, nithiazine (1311) + TX, nitrilacarb (1313)
+TX, nitrilacarb 1:1 zinc chloride complex (1313) + TX, NNI-0101 (compound code) + TX,
NNI-0250 (compound code) + TX, normicotine {traditional name) (1319} + TX, novaluron
(585) + TX, noviflumuron (586} + TX, O-5-dichloro-4-iodophenyl O-ethyl
ethylphosphonothioate (IUPAC name) (1057) + TX, O,O-diethyl O-4-methyl-2-0x0-2H-
chromen-7-yl phosphorothioate (IUPAC name) (1074) + TX, O,O-diethyl O-6-methyl-2-

’ propylpyrimidin-4-yl phosphorothioate (IUPAC name) (1075) + TX, O,0,0,O-tetrapropyl

{ dithiopyrophosphate (IUPAC name) (1424) + TX, oleic acid (IUPAC name) (593) + TX,
omethoate (594) + TX, oxamyl (602) + TX, oxydemeton-methyl (609) + TX, oxydeprofos
(1324} + TX, oxydisulfoton (1325) + TX, pp-DDT (219) + TX, para-dichlorobenzene
[CCN] + TX, parathion (615) + TX, parathion-methyl (616) + TX, penfluron (alternative
name) [CCN] + TX, pentachlorophencl (623) + TX, pentachlorophenyl laurate (JUPAC
name) (623) + TX, permethrin (626) + TX, petroleum oils (alternative name) (628) + TX,
PH 60-38 (development code) (1328) + TX, phenkapton (1330) + TX, phenothrin (630) +

TX, phenthoate (631) + TX, phorate (636) + TX, phosalone (637) + TX, phosfolan
(1338) + TX, phosmet (638) + TX, phosnichlor (1339) + TX, phosphamidon (639) + TX,
phosphine (JUPAC name) (640) + TX, phoxim (642) + TX, phoxim-rnethyl (1340) + TX,
pirimetaphos (1344) + TX, pirimicarb (651) + TX, pirimiphos-ethyl (1345) + TX,



5 %Talc 97% - Kaolin 90 % Ready-to-use dusts are obtained by
intimately mxing the carriers and the active ingredient. Exanple F5:
Wt t abl e povdedng/egddodh) c) Active ingredient 25 ")/ 0 50PCa/EPH0%601283
Sodi um | i gnosul fonate 5% 5 % Sodium | auryl sulfate 3 ok 5% Sodi um
di i sobut yl napht hal enesul fonate 6 % -201-

pirimiphos-methyt {652) + TX, polychlorodicyclopentadiene isomers {(IUPAC name) (1348)
+ TX, polychloroterpenes (traditional name) (1347) + TX, potassium arsenite [CCN] + TX,
potassium thiocyanate [CCN] + TX, prallethrin (6585) + TX, precocene | (alternative name)
[CCN} + TX, precocene Il (alternative name) [CCN] + TX, precocene [ll {(alternative name)
[CCN] + TX, primidophos (1348) + TX, profenofos (662) + TX, profiuthrin [CCN] + TX,
promacyl (1354} + TX, promecarb (1355) + TX, propaphos (1356) + TX, propetamphos
(673} + TX, propoxur (678) + TX, prothidathion (1360) + TX, prothiofos (686) + TX,
prothoate (1362) + TX, protrifenbute [CCN] + TX, pymetrozine (688) + TX, pyraclofos
(689) + TX, pyrazophos (693) + TX, pyresmethrin (1367) + TX, pyrethrin | (636) + TX,
pyrethrin [} (696) + TX, pyrethrins (696) + TX, pyridaben (699) + TX, pyridalyl (700) + TX,
( pyridaphenthion (701) + TX, pyrimidifen (706) + TX, pyrimitate (1370) + TX, pyriproxyfen
| (708) + TX, quassia (alternative name) [CCN] + TX, quinalphos (711) + TX, quinalphos-
methyi (1376) + TX, quinothion (1380) + TX, quintiofos (1381) 4+ TX, R-1492
(development code) (1382) + TX, rafoxanide (alternative name) [CCN] + TX, resmethrin
(719) + TX, rotenone (722) + TX, RU 15525 (development code) (723) + TX, RU 25475
{development code} (1386) + TX, ryania (alternative name) (1387) + TX, ryanodine
(traditional name) (1387} + TX, sabadilla (alternative name) (725) + TX, schradan (1389)
+ TX, sebufos (alternative name) + TX, selamectin (altermative name) [CCN] + TX, SI-
0009 {compound code) + TX, SI-0205 (compound code) + TX, SI-0404 {compound code)
+ TX, SI-0405 (compound code) + TX, silaflucfen (728) + TX, SN 72129 (development
code) (1397) + TX, sodium arsenite [CCN] + TX, scdium cyanide (444) + TX, sodium
fluoride (IUPAC/Chemical Abstracts name} (1399) + TX, sodium hexafluorosilicate (1400) +
TX, sodium pentachlorophenoxide (623) + TX, sodium selenate (IUPAC name)} (1401) +
(\ TX, sodium thiocyanate [CCN] + TX, sophamide (1402) + TX, spinosad (737) + TX,
spiromesifen (739) + TX, spirotetrmat (CCN) + TX, sulcofuron (746) + TX, sulcofuron-
sodium (746) + TX, sulfluramid (750) + TX, sulfotep (753) + TX, sulfuryl fluoride (756) +
TX, sulprofos (1408) + TX, tar oils (alternative name) (758) + TX, tau-fluvalinate (398) +
TX, tazimcarb (1412) + TX, TDE (1414) + TX, tebufenozide (762) + TX, tebufenpyrad
(763) + TX, tebupirimfos (764) + TX, teflubenzuron (768) + TX, tefluthrin (769) + TX,
temephos (770) + TX, TEPP (1417) + TX, teraliethrin (1418) + TX, terbam (alternative

name) + TX, terbufos (773) + TX, tetrachloroethane [CCN] + TX, tefrachlorvinphos (777)
+ TX, tetramethrin (787) + TX, theta-cypermethrin (204) + TX, thiacloprid (791) + TX,
thiafenox (alternative name) + TX, thiamethoxam (792) + TX, thicrofos (1428) + TX,
thiocarboxime (1431) + TX, thiocyclam {798) + TX, thiocyclam hydrogen oxalate (798) +



10 % Cct yl phenoxypol yet hyl ene gl ycol ether (7-8 nol of EQ 2 % -

H ghly disperse silica 5% 10 %- 10 % Kaolin 62 %27 % - The active
i ngredi ent W@ 200742802 th the additives and the m Xxture PeT/gPBUONEHI2E3
thoroughly in a suitable mlIl. This gives wettabl e powders, which can
be diluted with water to give suspensid®s of any desired

concentrati on. WO 2007/ 093402PCT/ EP2007/ 001283 - 189 -

Car boxynet hyl cel | ul osel % Kaol i n87% The active ingredient is mxed

wi th t he TXddhboticerb, (7e9)d- TXie thibfahot (BODS+ JXO Uhidmetodi (80 BNETX Withibnav @434
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name) [CCN] + TX, tolfenpyrad (809) + TX, tralomethrin (812) + TX, transfluthrin (813) +
TX, transpermethrin (1440) + TX, triamiphos (1441) + TX, triazamate (818) + TX,
triazophos (820} + TX, triazuron (alternative name) + TX, . trichlorfon (824) + TX,
trichlormetaphos-3 (alternative name) [CCN] + TX, trichloronat (1452) + TX, trifenofos
(1455} + TX, triflumuron (835) + TX, trimethacarb (840) + TX, triprene (1459) + TX,
vamidothion (847) + TX, vaniliprole [CCN] + TX, veratridine (alternative name) (725) + TX,
veratrine (alternative name) (725) + TX, XMGC (853) + TX, xylylcarb (854) + TX, YI-5302
(compound code) + TX, zeta-cypermethrin (205) + TX, zetamethrin (alternative name) +

i TX, zinc phosphide (640) + TX, zolaprofos (1469) and ZXI 8801 {development code) (858)
+ TX, o

a molluscicide selected from the group of substances consisting of bis(tributyltin) oxide
(IUPAC name) (913) + TX, bromoacetamide [CCN] + TX, calcium arsenate [CCN] + TX,
cloethocarb (899) + TX, copper acetoarsenite [CCN] + TX, copper sulfate (172) + TX,
fentin (347} + TX, ferric phosphate (IUPAC name) (352) + TX, metaldehyde (518) + TX,
methiocarb (530) + TX, niclosamide (576) + TX, niclosamide-olamine (576) + TX,
pentachlorophenol (623) + TX, sodium pentachlorophenoxide (623) + TX, tazimecarb
(1412) + TX, thiodicarb (799) + TX, tributyltin oxide (913) + TX, trifenmorph (1454) + TX,
trimethacarb (840) + TX, triphenyitin acetate ({UPAC name) (347) and triphenyitin
hydroxide (IUPAC name) (347) + TX,
a nematicide selected from the group of substances consisting of AKD-3088

(compound code) + TX, 1,2-dibromo-3-chloropropane ({UPAC/Chemical Abstracts name)

\ (1045) + TX, 1,2-dichloropropane (IUPAC/ Chemical Abstracts name) (1062) + TX, 1,2-
dichloropropane with 1,3-dichloropropene (IUPAC name) (1063) + TX, 1,3-dichloropropene
(233) + TX, 3,4-dichlorotetrahydrothiophene 1,1-dioxide (IUPAC/Chemical Abstracts name)
(1065) + TX, 3-(4-chlorophenyl)-5-methylrhodanine (JUPAC name) (980) + TX, 5-methyl-6-
thioxo-1,3,5-thiadiazinan-3-ylacetic acid (IUPAC name) (1286) + TX, 6-
isopentenylaminopurine (alternative name) (210} + TX, abamectin (1) + TX, acetoprole
{CCN] + TX, alanycarb (15) + TX, aldicarb (18) + TX, aldoxycarb (863) + TX, AZ 60541

{compound code) + TX, benclothiaz [CCN] + TX, benomyl (62) + TX, butylpyridaben
(alternative name) + TX, cadusafos (109) + TX, carbofuran (118} + TX, carbon disulfide
(945) + TX, carbosulfan (119) + TX, chloropicrin (141) + TX, chlorpyrifos (145} + TX,
cloethocarb (999) + TX, cytokinins (alternative name) (210) + TX, dazomet (216) + TX,



3 )/0 Kaolin 94 % In a mxer, the finely ground active ingredient
I's applied uniformy to the kaolin, which has been noistened with the
pol yet hyl erfOgp07®83402 Thi s gi ves dust-free coated granul @ST/EFAWHI12E3
F8: Suspension concentrate Active ingredient 40 % Et hyl ene gl ycol
10% Nony| phenoxypol yet hyl ene gl ycol et4¥r (15 nol of EO) 6 % Sodi um
| i gnosul fonate 10 % Car boxynet hyl cel | ul ose 1 % 37% aqueous
for mal dehyde solution 0.2 'Yo Silicone oil (75 % aqueous emnul si on)
0.8 % \WafaBCP31045) + e OGIR4218) g-r’@(mdiaa('nddf@eeﬁDmtgr-fe'tbk,eMGhitﬁemhimd 051) +
“intimate h: p ' ny..desired . .
concent r;r%k ] \cl)\égll&f@?t{r)\ %gé%rg{é‘{)éaﬁr{ag?f)ﬁ?g% ?j E’iétﬁﬁes @rsg T ncgorgr&g%tmgt%ﬂatwe
concent r 88@ehiEGiNI X, o AMAMERtingZ9e} + TXh eeraanéatintbenzsfate (291 KS| t | onsd
accor di ngpf ' i d LOgr Y, I
o pr eva T O e ar PP ARt e e ene HAGES

acari ci d&18y+dnd/ shamiphes %hfﬁ'% atenpyred (aliginativacianee) THG iénauiiotbion of
the conppusgs: 7%, frosthidbae (408) LIrQt Rthidtas BAbELL fR 'fMpfﬁf@Eégﬁbﬂ@' rlféng) ]

ot " of KNS PR BT e afarossisae T e IeoNLA T < her 1
product i mdométhanedeRAC@ate) (522) §TiX) disaiddfosTi 260§ TXJ Ulshpdod 1@BY) + TX,
her e ar cher LA RRRIPRE odf BN k1R, cREh GhenTp ek 0l ddes of
active i mgeadhamii@5s)or Tan optam{bte) usTX; o metamgstassiim(@IRMeARE name) (519) +
v var | YRS maBhRRr OV SR, o RINSS oSBT AR pa R
chl ori nat &&, hytfessgintines (adesativeorame) fOENTy rfPﬁetmyTiMamaItematiyZ name)
o e (L St SORLPS BORE A SRELL 4l DfS DCTEC o
with act (Co@PPYIeodREh TS ap@myt G0R) + &Y. (Rheeata (b iTX: | RhrsphaMidam (63) +
"one COMPOURHosifoearbedCR] PMX! heehiifRYRIGRATE HhinBD: qri(htmarﬁ&'ﬂm?%%ﬁ@é
}c (r)“r/gﬁlt ?g?g%g)t[ecﬁ?g TQ’esscpriAolgg&i (%Sr}) E-QI‘QJ e{'sgri}ar}l &Itg%ag\];e r:[aarﬁe)&r'le)?,e I?erbufos (773)
+ TX, tetrachlorothiophene ({LUPAC/ Chemical Abstracts name) (1422) + TX, thiafenox
{alternative name) + TX, thionazin (1434) + TX, triazophos (820) + TX, triazuron
(alternative name) + TX, xylenols [CCN] + TX, YI-5302 (compound code) and zeatin
(alternative name) (210) + TX,
a nitrification inhibitor selected from the group of substances consisting of potassium
ethylxanthate [CCN] and nitrapyrin (580) + TX,
) a plant activator selected from the group of substances consisting of acibenzolar (6) +
L TX, acibenzolar-S-methyt (6) + TX, probenazole (658) and Reynoutria sachalinensis
extract (alternative name) (720) + TX,
a rodenticide selected from the group of substances consisting of 2-isovalerylindan-
1,3-dione (IUPAC name} (1246) + TX, 4-(quinoxalin-2-ylamino)benzenesulfonamide
{IUPAC name) (748) + TX, alpha-chlorohydrin [CCN] + TX, aluminium phosphide (640) +
TX, antu (880) + TX, arsenous oxide (882) + TX, barium carbonate (891) + TX,
bisthiosemi (912} + TX, brodifacoum (88) + TX, bromadiolone (91) + TX, bromethalin

(92)y+ TX, calciuri cyanide (444) + TX, chloralose (127) + TX, chiorophacinone (140) +
TX, cholecalciferol (alternative name) (850) + TX, coumachlor (1004) + TX, coumafuryl
(1005) + TX, coumatetralyl (175) + TX, crimidine (1009) + TX, difenacoum (2486) + TX,

difethialone (249) + TX, diphacinone (273) + TX, ergocalciferol (301) + TX, flocoumafen



an adjuvant selected fromthe group of substances consisting of
petroleumoils (alternative nane) (628) + TX an acari ci de

sel ect ed f ™Moreaowed3girzoup of substances consi sting of 1 PCT/EP2007/001283
1- bi s(4-chl orophenyl ) - 2- et hoxyet hanol 5 | UPAC nane) (910) + TX,

2, 4-di chl or ophenyl benzenesul f onate (FUPAC/ Chemical Abstracts nane)
(1059) + TX, 2-fluoro-N-net hyI N 1- napht hyl acet am de (| UPAC nane)
(1295) + TX, 4-chl orophenyl enyl sulfone (I UPAC nanme) (981) + TX,
abanect i 571¥ T, ﬁ%orce?@eam'%é]mfﬁ)( fluprpadipe {19880+ X[ dttopadimX,

acri nat hh)lvdﬂo&%ldé(fﬁ)éa) ahtl cgahimb HoH th-%(ﬁ-rﬁl %Hi@éo?(#ﬁ@?’hy{ F%@ﬁ cyanide

| ph X d 870
TN BT, hiloing jo s, (AR B, e (i Tk raghocur
hydr ogenptwsghﬂé QUPRTMame) [640) a,rmx r ﬁlétl"@ﬂﬂ'bmlﬂe-wsgafﬂm mrtfoﬁ%}a 61*3153&

o oS Xl e d h) gl S b ind TR S 988D -l XS faqy +

+ Txh az'ﬁ)b,emmhee (1|Mmmnanmta4ﬁ&8arsmlﬁxccmz@mx%;I p,trinnrcﬁwémﬂj +TPK, )
azot hoat en nox oS narre
PN B rhodys TR &8BAkafeaky ¢ TR UB AR oleidsried

+ TX, bi $ceinmmoaoa(®ta)e (|73$)<+ TiX, fszrybmmm(msm TX, Waum salfme [QGN](W) +
TX, brofg + TX, bronocyclen (918) + TX
br omphos%@géﬂl%éghgﬁh% Bé@@?x '(921) + TX, bronopropyl ate (94)
+ TX, bupr ofeenargishsglected Roml:ttl@ gw©sp l@bwbﬁta(lqeﬁat)onstsfmg ofi@:Renpagethoxy)m
(104) + & Ip?HFoY\g\Htér (‘LWB&IG’I; &@ﬂ[}ﬁ?kvﬁﬁﬁﬂ@iﬁo&o{af 5-)%"‘5 ﬁb#@yclohex-z

ipol ysul fi name
car banol &ae ('Yrs ”F‘"’F‘X yfa'QePP‘S‘)"thmef‘?{'dob(éF%’BPWd}ﬁ”(ei13?-)4)*T'KX

car bophawBgo mhvélaﬂﬁl}anrboﬁéﬁ) (49!#1 2R0MER 349 ?d%@lbﬁﬁ@%%@ﬂé@&&- T)19 1 -

CGA 50' 439 Q t hi onat X,
o D U HSLS AT 235 ot e s oo o SR et
hydr ochl (de\redtmrr(e%dn)de} (7PX) +0dIX, osdsanery 13961 8TXK, +seEXsmalin (0894 et Bafoxide
(968) * )prfenson (970) + TX, chlorfensul phide (971) + TX

chl orfenV| nB)hos (131) + TX, chlorobenzilate (975) + TX

chl or omebuf @h@NNGY Vgpeueﬂrxeleeﬂeﬂérpmibe broup @hsqtgm)ze&cm;stmg of anthraquinone
chl or oprignyi f%e cﬁ%%se"ﬁgﬁ +T’k‘| % ]yér nfaﬂﬁhérf? @CC’I\STXF X, fgpper oxychloride

chl or pyr| f Qs-net | ort

(696) + (H4&) *cT%eF?/aﬁ'”g'i‘( @6‘)Txr q"RYCIQHeﬁ@F'ieﬁ%(C(f‘GW' qa"?‘?& (108D frehf.ezi ne
(158) + gli&zatmb mnatx ( ghé@hn@hwﬁegfmh FeChhethiokatb (swrmnho?asﬁdh? 4)

X, t. t t h 10
T, out AR PR Bl ]+ 1 PRBEUEOT Fobl rncksicad BHthes 8 G CAS.
Reg. Nortapmﬁé\%ﬂm\l]hhdﬂrém (8BG)al Gt hr| n (196) + TX, cyhexatin (199)

denepni on ( 1034 =4t rim o M e Codbonng d shinlastiorlier)

(TX, denwame) tCmQ@ydnbavmn @étmavemmme)wcr@pemx + TX, demeton-O (1038)

+ TX, denet
deret on- S néi""ﬁgﬁ;g*%‘a’“%%J&‘eﬁé%%ﬁ“aﬁﬁéﬁé%ﬂ PR rorpinbyg! merqugo ovce
di af ent P18 &1 llinpher $890y Apg! tmw@arcqeymyhy (89%) + AXazi non (227) + TX,
di chl of layanyesticideXtlectedtom tHecdtb@f &

(alternative nanme) + X, di (:e&?o‘lSH (%‘59“@*%?‘@?%@? ?243) TX,
di enochl or (1071) + TX 3d| mefox (1081) + TX, dinethoate (262) + TX,
di nactin (al ternatl v anme) (653) + TX, dinex (1089) + ¥X

di nex- di cl exi n&%(" “" (+ &X, dinobuton (269) + TX, digmcap (270) +

TX, di nocap-4 di nocap-6 [CCN] + TX, Hdi 1090) + TX,
di-ropenton @St DN, thd R8mMdla A-TX; t %@i@ﬁ&nf
Ac ) (1103) +

on (278) + TX,

+ TX, diphenyl sulfone (1
al ternative namne)

TXz di sul firam ( ,Nermaastl ve nane) [CCN] + TXeg
DNOC (282) + TX, dof enapyn (1113) + TX, doranectin
[CCN] + TX, endosulfah (294) + TX, endothion (1121) €"TX, EPN (297) +



WO 2007/ 093402PCT/ EP2007/ 001283 - 194 - a bi ol ogi cal agent
selected fromthe group of substances consisting of Adoxophyes orana
GV (al tern¥PYOTHBD) (12) + TX, Agrobacterium radi obacPEFEP2007/001283
(alternative name) (13) + TX, Anblyseius spp. (alternative nane) (19)
+ TX, Anagrapha falcifera NPV (altern&aPPve nane) (28) + TX, Anagrus
atonus (alternative nanme) (29) + TX, Aphelinus abdom nalis
(alternative nane) (33) + TX, Aphidius colenmani (alternative nane)
(34) + Tike foyphlaidiBet es aphi di nyza (alternative nanme) (35) + TX,
Aut ographa californica NPV (alternative nane) (38) + TX, Bacillus
firmus (alternative j rre) (48) + TX, Bacillus sphaericus?Nei de
(scientific nang)e 1, TX, Bacillus thuringiensi 20 Bef ™y, ner
(scientific na ci hur i ngi engi p. C|al zavval
(scientific na @ (A'giél-'% dge%‘%’UPP ensj ';%Zi
i srael ensis &sC f|c name) (51) + TX BaC|IIu ur| nsis
- subsp. j aponensi g '(\?@Haentl fic nanme) (51) + TX &7 Baci

t huringi ensi s subspeykurstaki (scientific name) (SL}N-bH,TX Baci | | us
t huri ngi ensi s subsp. tenebrionis (scientific nanme) (51) + TX
Beauveri a bassiana (alternative nane) (53) + TX, Beauveria
brongni agbkdmuial A8 Native name) (54) + TX Chrysoperla canea
(alternative nanme) (151) + TX, Cryptol aenus nontrouzieri (alternative

name) (178) + TX di a pormonel | a GV (alternative nanme) §&191) + TX
Eacnusa si bi r| ca (fal\ ernative name) (212) + TX, Diglypbys isaea
a

| t ernati vets 254) + TX, Encarsia fornosa csgl ent i Ni c nane) -
(293) + TX, E mué\@ eretnicus (alternative name)y (3 0) Ch TX,
Hel i cover pa [zed t er (fab)] v@Xndredprmiu8 A6 + X\ Hbt er/Orjaldaia) i=srX,
bact eri ophe OH. megidis (alternative nane) 3) + /

H ppodani a conye¥ (al ternative nane) (442§ +°TX, Leptomastl X
dactylopii (alter gt ve nanme) (488) + TX, Macrol ophu%\cgal i gi nosus

(al ternative name) (491) + TX, Manestra brassicae NPV (al ternative
nane) (494) + TX, Metaphycus helvolus (alternative nanme) (522) + TX
Met ar hi z* moanl SQ iae var. acridum (scientific nane) (523) + TX

Met ar hi zFHPAHE001 i ae var. ani sopliae (scientific name) (523) + TX,
Neodi prion sertifer®NPV and N. | econtei NPV (alternativesnane) (575)
+ TX, Onus spp. (AR ernative nane) (596) + TX, Paecil { des

f unbsor oseuke Knatki ve nane) (613) + TX, Phytogei Wl us persimlis
(alternativeln 4) + TX , Spodoptera exigya nul t'\capsi d nucl ear
pol yhedr osi (sgi en@ad)i«cTXiatheforfilElA-8+ Tx Nai, (BBp+ ON| S
(al ternate 742) + TX, Steinemema carpg ernative
nanme) (742) + IX _Steinenenma feltiae (alterr ane) (742) + TX
Stei nemema gl aserl{, (alternative name) (742) + TX ,3tejnemema riobrave
(alternative nane)® (742) + TX Steinenena riobr avi's ?aﬁ ternative
nane) (742)+ TX, Steinenema scaptensci (alternative-nane) (742)

+-TX, St ei nemema spp. (alternative nane) (742) + TX, Trichograma spp.
(alternative nanme) (826) + TX, Typhl odronus occidentalis (alternative
nane) (84éjormid Aerticilliumlecanii (alternative name) (848) + TX,

WO 2007/ 093402PCT/ ER2007/ 001283 - 195 - a soil sterilant

sel ected fromthe oup of substances consisting of iogonethane

(1 UPAC namal)é) (0542 wnd methyl brom de (537) + TX a

chenosteri | e fromthe group of subgtasgce ’cﬁn3| sting of

aphol ate ( CON @;am r (alternative narrej [ N+ busul f an
ak-ternati @ AOVFXTX cthé faninelazant N R\l (et 0) T

(al t er natdrve

CC]\I] + TX, henel [CON] +

met epa [ CCN| §,cmgeth|otepa[00\l] + TX, n@éth aphol ate [CCN] +
TX, norzid [Cd\l] TX, penfluron (alternative naggy-[CON] + TX tepa

[CON] + TX, thlohePrpa (alternatlve nane) [CON] + TX, thiotepa

hegp + TX,




WO 2007/ 093402PCT/ EP2007/ 001283 - 198 - + TX, chronafenozide (150) +
TX, cinerin 1 (696) + TX, cinerin Il (696) + TX, cinerins (696) + TX
ci s-resnet WP RAOIAYHE nati ve nane) + TX, cisnethrin (80) PET/FR007/001283
clocythrin (alternative nane) + TX, cloethocarb (999) + TX, closantel
(alternative name) [OCN] + TX, clothi-#Fdin (165) + TX, copper
acetoarsenite [CCN] + TX, copper arsenate [CCN] + TX, copper ol eate
[CCN] + TX, counmaphos (174) + TX, coum thoate (1006) + TX, crotamton
(alternative narre) [CCN] + TX, crotoxyphos (1010) + TX, crufomate
(1011) +pIXrmutd XQhite (alternative name) (177) + TX, CS 708
(developne co e) (1012) + TX, cyanofenphos (1019) + TX, cyanophos
(184) + TX, cyanthoate (1020) + TX, cyclethrin [CCN] + T,
cycloprothrin (18§)N TX, cyfluthrin (193) + TX, cyhal \ r| n (196) +

TX, cyper methdr 1)ca+ TX, cyphenothrin (206)wngt d: nazi ne
(209) + TX, (alternative nanme) [CCN] +|TX, d nene
(alternativ me (A1 1 T - thetforamuist AR ( »(/e\ né@ﬁ’é}l )+ TX,
(788) + TX; 1031) + TX, dazomet (216) + + TX,
decar bof uran ( XH+ TX, deltanethrin (223)0# T nephlon (1037) +

TX,denephi on- O (4037) + TX denephion-S (1037) + »X',~CQerreton (1038)

+ TX, denetonnethyl’ (224) + TX, deneton-O (1038) + TX,

denet on- O net hyl (224) + TX, denmeton-S (1038) + TX, deneton-S-nethyl

(224) + IX, de - S- et hyl sul phon (1039) + TX, diafenthiuron (226)

+ TX, ditg ?‘frﬁ‘é'ge‘&rgﬁz) + TX, dianidafos (1044) + TX, diazinon (227) +

T, di capt hon (10 Cq TX, dichlofenthion (1051) + TX, A8H£LMRI orvos
Ndi

(236) + TX, dIC| Phos (alternative nane) + TX, dicregyy (alternative

name) [ CONJ"%° rotophos (243) + TX, di cy@ilqa' 4y + TX,
dieldrin ( P +\/>1§< 19)l+ Bx,nBehotd 448! - | phosphdt e (R11WPAEx,
name) (107 fl u nzuron (250) + TX, d' atlve narme)
[CON] + TX Luthrin [CCM + TX, di mefox 408 ' . di netan
(1085) + TX, ﬁf ﬁétﬁoate (262) + TX, dinmethrin (108%)

di met hyl vi nphos ¢'265) + TX, dinetilan (1086) + ™ dfthex (1089) + TX,

di nex-di cl exine (1089) + TX, dinoprop (1093) + TX, dinosam (1094) +
(1102) + TX, disulfoton (278) + TX, dithicrofos (1108) +cAX, DNOC
code) (1118) + T "emanectin (291) + TX erramsctﬁn ZRat ¢ (291) +
S f\f\ﬂn 4) + TX,
EE’ QR-%NTX,
TXof enonan eprl nonectin (altergati v e + TX
et hoat e- net hW ©+134) + TX, ethoprophos (312) + TX, ef formate
TX, ethylene dichloride (chem cal name) (1136) + TX, eth
TX, fenchlor 148) + TX, fenethacarb (1149) T

T

ene oxi de

\ EXD (1143) +
( 147) +
uthrin

TX, dinoseb (1095) + TX, dinotefuran (271) + TX, diofenolan (1099) +
TX, di o%b%@ﬁ'i'é'ﬂ@s”éllOO) + TX, dioxacarb (1101) + TX, di oxat hion
(282) + TX, doranectin (alternative nane) [CCN + TX P (1115) +
TX, ecdysterone (alternative nane) [CCN] + TX, El 4 (devel opnent
en
TX, EMPC (1129 l'+ rTX errpent hrin (292) + TX, ende
endot hi on ( '1 o) ARt A FPBP (
esfenval g TX et aphos (alternat fve nanenN + TX,
et hi ofencarb 08) + TX ethion (309) + TX, ethi pr*é)l e lElﬁ?;m) + TX
(1 UPACD[S%Q(O%&Z/ 0%’3402PCT/ EP2007/ 001283 - 199 - nanme) [CCN] + TX
et hyl érnative nane) (1056) + TX, ethylene dibrom de (316) +
[CCN] + TX, etofenprex (319) + TX, etrinfos (1142) + TX
TX, fanphur (323) {X, f enam phos (326) + TX, fe&@
03]
(1150) + TX ° en tr& hi8n (335) + TX, fenobucar
e .)k—r— N\ bRy eRfShe-myla-A-

TX, fenprop § + TX, fenpyrad (al terfiative ane) + TX,
f ensul f ot 1 8) + TX, fenthion (346) + TX fe,ﬁ't' ; et hyl
+ TX, fenval er q&é d349) + TX, fi pr oni | (354) + TX flqpjcamd (358) +
TX, flubendi anide (CAS. Reg. No.: 272451-65-7) + TX f1 &cof uron

the formula A-19




a nematicide selected fromthe group of substances consisting of
AKD- 3088 (conpound code) + TX, 1, 2-dibrono-3-chl oropropane

(1 UPAC/ CheMQHO79842r act s nanme) (1045) + TX, 1, 2-di chl oPGHERAENE1283
(I'UPAC/ Chem cal Abstracts nane) (1062% + TX, 1, 2- dichloropropane
wi th 1, 3-dichl oropropene (1 UPAC narre) 1063) + TX,

1, 3-di chI oropropene (233) + TX, 3,4-dichlorotetrahydrothiophene

1, 1-di oxi de (1 UPAC/ Chem cal Abstracts nane) (1065) + TX

3- (4-chl orophenyl ) - 5- net hyl r hodani ne (1 UPAC nane) (980) FF TX,

5-met hyl - 6- thi oxo- Ir3, 5-t hi adi azi nan- 3-yl acetic acid UPAC nane)
(1286) + TX, 6- | ent enyl am nopurine (alternatj &210) + TX
abanmectin (1) & TX ,sacetoprole [CON] + TX, al anygar (ﬂ@ TX,

al dicarb (16§ FyTXN al Hoxycarb (863) + TX, AZ N‘(pcg ound coda) +
DCbencl ot h| 7+ N\ XA- 18 RO | the 6dinule A-X0 b yJd d n (A-20) + TX,

, cadusafos (109) + carbofuran (118) + TX
carbon di (945) + TX, carbosul fan (119) + TN Hor opi crin
(141) + TX, chl-drgyrifos (145) + TX, cloethocarb (99 + TX,
cytokinins (alterndtive nane) (210) + TX, dazonet (216 + TX, WO
2007/ 093p0#AGdIAAE2007/ 001283 - 203 - DBCP (1045) + TX, DCIP (218) +
TX, diam dafos (104 ) + TX, dichlofenthion (1051) + TX, dicliphos

(al ternative nane) + TX, dinethoate (262) + TX, doramecitn
(alternative na W,CCN] + TX, emanectin (291) + TX mectin
benzoate (29 @prinonectin (alternative na %d\l] + TX,

et hopr ophos , ethyl ene di bronide (316} hi phos

aA- nark Vi la A-23 %, Y

ot LS ﬁ?o}s(t hf"i‘?ﬁ?afh%) f*p:“w WAV
(alternative n c[—-LCCN] + TX, GY-81 (devel e) (423) + TX

het erophos [CEN] T+ TX, iodomet hane (1UPAC name) (542) + TX,

i sami dof os (1230F"+ TX, isazofos (1231) + TX, i velmed n (alternative
nane) [CCN] + TX, kinetin (alternative name) (210) + TX, necarphon
(1258) + TX, metam (519) + TX, netam potassium (alternative nane)
(519) + thedormwaAB3odi um (519) + TX, .nethyl bronmide (537) + TX

net hyl isothiocyanate (543) + TX, nilbenycin oxine (altegnative nane)
[CCN] + TX noxidectdn (alternative name) [CCN] + TX, r ot heci um
verrucaria conposi on (alternative nanme) (565) + §X INOv 184
(conpound code) +IT¥ oxanyl (602) + TX, phorate

> ) % TX
phosphamn don ¢ ) TX, phosphocarb [CCI\J! + TX hq%ﬁl ternative
name) + TX, NG G Y (é‘f‘?@)rh&l(i the forawis) A-R X, oS pi=a0s 624) 37X,
+ TX, terba | t&r Ive nane) + TX, terbuf ( )+ TX,
tetrachl ene (I UPAC/ Chem cal Abstracts nan&\r(?ﬁA,ZZ) + TX,

,t hi af enox (al t,ﬁ}‘rNﬁg.tl ve nane) + TX, thionazin (1434) +¢dX, triazophos
1(820) + TX, triazuron (alternative nane) + TX, xyl enol s [CON) + TX,
Yl -5302 (conpound code) and zeatin (alternative name) (210) + TX

a nitri ftl Cf’itl oIy %{g’]l bitor selected fromthe group of substances
consi Stll?l %ét ssium et hyl xant hate [CON] and nitrapyrin (580) +
TX, a plant agtivator selected fromthe group of substances
consi sting of acjlenzolar (6) + TX, acibenzolar-S- et N (6) + TX,
pr obenazol e (@gﬁqﬂnd Reynoutri a sachal i nensis ex " al@ernative
nane) (720) f* TX (Aaeajqdlwfahe!Moﬁrﬁh@ﬁtz%d f 'Hn 7gRoY, n-ze?nx
subst ances §nsm of 2-isoval erylindanl, 3- d| ane) (1246)
=/2-yl am no) benzenesul fonamu e (I U A(;}_'narre) (748) +

AN 1 TV

+ TX 4-§,

\UsyYU) L T 7\,

ant u (880) + HX CHar senous oxi de (882) + TX, barium caftonate (891) +
TX, bisthiosem (912) + TX, brodifacoum (89) + TX, bronadi ol one (91)
+ TX, bronethalin (92) + TX cal ciumcyanide (444)+ TX, chloral ose
(127) + Bd bivhigoahpddieé nompountid 8¢lested Komahe heualcondising lof Azddosazudt | ve

(60207-31-0] + TX, Bitertanol [70585-36-3] + TX, Bromuconazole [116255-48-2] + TX,



the formula A-7 (A7) + TX, the fornula A-8 C N ,CH CH,
the formula AA9 Br HO O (A-9) + TX the fornmula-A-10 N, HN (A-10)

+ TX, o MOPNPEE4®@ -13 Cl H N'CH WO PCT/EP2007/001283
2007/ 093402PCT/ EP2007/ 001283 - 206 - SA-ll) + TX, the formula A-12
(A-13) + TX, the fornula A-14 - 208 -

Cyproconazole [94361-06-5] + TX, Difenoconazole [119446-68-3] + TX, Diniconazole
[83657-24-3] + TX, Epoxiconazole [106325-08-0] + TX, Fenbuconazole [114369-43-6]
+TX, Fluguinconazole {136426-54-5] + TX, Flusilazole [85509-19-9] + TX, Flutriafol
[76674-21-0] + TX, Hexaconazole [79983-71-4] + TX, Imazalil [35554-44-0] + TX,
Imibenconazole [B6598-92-7] + TX, Ipconazole [125225-28-7] + TX, Metconazole
[125116-23-6] + TX, Myclobutanil [88671-89-0] + TX, Pefurazoate ﬁ 01903-30-4] +
TX, Penconazole [66246-88-6] + TX, Prothioconazole {178928-70-6) + TX, Pyrifenox
[88283-41-4] + TX, Prochloraz [67747-09-5] + TX, Propiconazole [60207-90-1]+ TX,
Simeconazole [149508-80-7] + TX, Tebuconazole [107534-96-3] + TX, Tetraconazole

. [112281-77-3] + TX, Triadimefon [43121-43-3] + TX, Triadimenol t5521 9-65-3] + TX,
Triflumizole [89387-89-0] + TX, Triticonazole [131983-72-7]+ TX, Ancymidol [12771-
68-5] + TX, Fenarimol [60168-88-9] + TX, Nuarimoil [63284-71-9] + TX, Bupirimate
[41483-43-6] + TX, Dimethirimol [5221-53-4] + TX, Ethirimol [23947-60-6] + TX,
Dodemorph [1593-77-7] + TX, Fenpropidine [67306-00-7] + TX, Fenpropimorph
[67564-91-4] + TX, Spiroxamine [118134-30-8] + TX, Tridemorph [81412-43-3] + TX,
Cyprodinil [121552-61-2] + TX, Mepanipyrim [110235-47-7] + TX, Pyrimethanil [53112-
28-0]+ TX, Fenpiclonil [74738-17-3] + TX, Fludioxonil [131341-86-1] + TX, Benalaxyl
[71626-11-4] + TX, Furalaxyl [57646-30-7] + TX, Metalaxyl [57837-19-1] + TX,
R-Metalaxyl [70630-17-0] + TX, Ofurace [68810-48-3] + TX, Oxadixyl [77732-09-3] +
TX, Benomyl [17804-35-2] + TX, Carbendazim [10605-21-7] + TX, Debacarb [62732-
91-6]+ TX, Fuberidazole [3878-19-1] + TX, Thiabendazole [148-79-8] + TX,

{ Chiozolinate [84332-86-5] + TX, Dichlozoline [24201-58-9] + TX, Iprodione [36734-19-
7]+ TX, Myclozoline [54864-61-8] + TX, Procymidone [32809-16-8] 4 TX,
Vinclozoline [50471-44-8] + TX, Boscalid [188425-85-6] + TX, Carboxin [5234-68-4] +
TX, Fenfuram [24691-80-3] + TX, Flutolanil [66332-96-5] + TX, Mepronil [55814-41-0]
+ TX, Oxycarboxin [5259-88-1] + TX, Penthiopyrad [183675-82-3] + TX, Thifluzamide
[130000-40-7] + TX, Guazatine [108173-90-6] + TX, Dodine [2439-10-3] [112-65-2]
(freie Base) + TX, Iminoctadine [13516-27-3] + TX, Azoxystrobin [131860-33-8] +

TX, Dimoxystrobin [149961-52-4] + TX, enestroburin {Proc. BCPC, Int. Congr.,
Glasgow, 2003, 1, 93} + TX, Fluoxastrobin [361377-29-9] + TX, Kresoxim-methyl
[143390-89-0] + TX, Metominostrobin [133408-50-1] + TX, Trifloxystrobin [141517-21-



(A-15) + TX, the formula A-16 N the formula A-17 Br the formula
A-23 (A-23) + TX, the formula A-24 (A-24) + TX 14( CH, t he
formul a A- 3020993637/ 093402PCT/ EP2007/ 001283 - 208 - RYHEROGIAL8) e
[ 94361-06-5] + TX, Difenoconazole [119446-68-3] + TX, Diniconazole

[ 83657-24-3] + TX, Epoxiconazole [1068%5-08-0] + TX, Fenbuconazol e

[ 114369-43-6] + TX, Fluquinconazole [136426-54-5] + TX FIu5|IazoIe
[ 85509-19-9] + TX,- Flutriafol [76674-21-0] + TX, Hexaconazol e

[ 79983- 77]~4iX,+ Ohéasirotia (#48693-369p4 T4 - Bitoxystiokin nmvbee{zzr@quhe
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[ 121552- 110235-47- Xy Pyi et hani L
[53110- RPN RRosRaRaT R, FPopbdisaR bdsiblos ™y e Yhedfommsesto-
[ 131341-0863 3[TX H’N?ZMWWV 1[876] 8216%, 1 Toldlpfos-riathyl FEACAB@&®A] + TX,

70630 1ogtele el st BB, ST a e Pl
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WD 2007/ 093402PCT/ EP20071001283 - 210 - TX, Validamycin [37248-47-8]
+ TX, Zoxam de (IRH7281) [ 156052-68-5] + TX, Mandi propam d

[ 374726- 62V 2071433402 he conpound of fornmula F-1 wher BEHERAS7/008283
trifluoronmethyl or difluoronethyl (V‘D%Q@M 058723) + TX, the conpound
of fornula F-2 wherein Ras is triflFuoromethyl or difluoronethyl
(W2004/058723) + TX, the racem c conpound of fornmula F-3 (syn) H CH3
CH3 Ra7 / (F.3),  CH3 wherein Ra, is trifluoronmethyl or difl uoronethyl
(W02004/ D8552igamyci{37248 47 fenT X, @oxanide (RI738d) AGHSR-68-FniTX) -

211 - ' g e Inb lIOF i f thyl
(mzooﬁ*@%@“ﬁ%@@d{%@ﬁéh%&?i%&ﬁﬂﬁ“’i‘%’*?“?ﬁ"#ﬂi’ OHIRRGIELY! ¢ an
epinmeric m xture of racem c conpoundg \ formulae F-3 (syn) and F-4
(anti), wherein the ratio from gace gonmpounds of fornula F-3 (syn)
to racem c cnpounds of foggu H}i) is from1000 : 1 to 1: 1000
and wherein Ra, is trifluor or difl uoromet hyl (W2004/035589)
+ TX, the conmpound of fornu ' in Ra8 is trifluoronethyl
or difluoromethyl (W20041035589) + T e racem ¢ conpound of
formula F-7 (trans) |

(F_1 )l

wherein Ras is trifluoromethyl or difluoromethyl (W02004/058723) + TX, the compound of

formula F-2
. )
Fia‘5 N\
‘S @
b

CHS \\ (F-z)'

CH,
CH, CH,

wherein Rag is trifluoromethyl or diflucromethyl (W02004/058723) + TX, the racemic
compound of formula F-3 (syn)

H CH,
o CH,
Ra, N\ H
/i H
N \

H

(F-3),

—Z

O

3

wherein Ray is trifluoromethyl or difluoromethyl (W02004/035589) + TX,
the racemic mixture of formula F-4 (anti)



- 212 - wherein Ra9is trifluoromethyl or difluoronethyl
(W03/074491) + TX, the racem c conpound of fornmula F-8 (cis) f\1 CH3
wher ei n RadvQ 200§/033#02uor onet hyl or di fl uor onet hyl ( W03/ BCHBEDY7/012BX, -
t he conpound of fornula F-9 (F-9), which is a mxture of the racemc
conpounds of fornulae F-7 (trans) and2Fl8 (cis), wherein the ratio of
the racem c conmpound of formula F-7 (trans) to the racem ¢ conpound
of formula F-8 (cis) is 2: 1 to 100: 1; and wherein Ra9 is
trifluoronmethyl or difluoromethyl (W3,074491) + TX, the conpound of
formula F-10 - 213 - CH3 wher ei OHi s trifluoronmethyl or
di f1uoronmet hyl (W2004/058723) O+ TX, 6 compound of fornmula
F-11 (trans) wherein 1gLl is tyifl 0 eiifluoromethyl
(WD03/ 074491) + TX, the régem Fpl a F-12 (cis)

i i 3(WD03/ 074491) + TX,
t he conpound of fornmula FNS3 214 - which is &-4)acem c m xture
of formulae F-11 (trans) andNF-12 (cis), and wherein R11 is
trifluoronmethyl or difl uoror’rbt hyl (WD 03/074491) + TX, the conpound
of fornula F-14 (W2004/0587H3) + TX and the conpound of fornula
F-15 CH3

wherein Ra; is trifluoromethyl or diflucromethyl (W02004/035589) + TX,the compound of

formula F-5

( - |
H
o ] CH,
%%N\ cH
7\ H
Ny

CH,

(F-5),

which Is an epimeric mixture of racemic compounds of formulae F-3 (syn) and F-4 {anti),
wherein the ratio from racemic compounds of formula F-3 (syn) to racemic empounds of
formula F-4 {(anti) is from 1000 : 1 to 1: 1000 and wherein Ra;is triﬂuoromethyl or

difluoromethyl (W02004/035589) + TX, the compound of formula F-6

CH

(F-6),

wherein Rag is triflucromethyl! or difluoromethyl (W02004/035589) + TX,

the racemic compound of formula F-7{trans)



ClF + TX. The references in brackets behind the active ingredients,
e.g. [3878-19-1] refer to the Chem cal Abstracts Registry nunber.
The conpoud¥03t070%340% or nul ae A-1 to A-26 are descri bed PATAEX07/001283
03/ 015518 or in WD 04/067528. The above descri bed m xi ng partners are
known. Wiere the active ingredients ald2included in "The Pesticide
Manual " [ The Pesticide Manual - A Wrld Conpendium Thirteenth
Edition; Editor: C. D. S. TonlLin; The British Cop WO

2007/ 093402PCT/ EP2007/ 001283 - 215 3 ection Council], they are
descri bed therein under the entry nuf given in round brackets

her ei nabove for the particul ar npo exanpl e, the conpound
"abanmectin" is described er e . Where "[CCM' is
added herei nabove to the party ar \conpprd, the conpound in
question is included in the “Cofpend! um“t Westid-Be Conmon Names",
which is accessible on the iMternet [ A Vbda; Conmpendi um of Pesti ci de
Common Nanes Copyright O 199520041; for exanple, the conpound
"acetoprol e" is described unde€bHghe internet address

htt p://ww. al anwood. net/ pesti ci des/ acetoprol e. ht nL. Most of the

act i ve iwiggreidiRegisgriftiesumatiyd dr difoaremathgl (WDOB0ZEMA1) +10¢, ethaddeerse by a

so-cal | e&mrﬁgﬁﬂ%gnomfzaa {cm rel evant "I SO comrmon nane" or anot her

"conmon na I ng use n"indi vidual cases. If the designation is
not a "comon nane", the nature of thg
given in round brackets for the parti
the | UPAC nane, the | UPAC/ Chem cQ| Absts s nane, a "chem cal nanme",
a "traditional nane", a "cmpgpoundyns RNF andeveIonent code" is
used or, if neither one of t e/designatiirefis nor _a "comobn nanme" is
used, an "alternative nane" ‘ AS gghhb" nmeans t he
Chem cal Abstracts Registry \ ' i ngredi ent m xture of

t he conpounds of formula | seldcted fromtabtes Ti to 199 with active
i ngredi ents descri bed above coﬁﬁhises a conpound sel ected fromtables
Ti to T99 and an active ingredi ent as descri bed above preferably in a
m xi ng rdEren Bee isr Hfyoromethyhqs diffigmomthyb SYEANSA74YO Fr+o .5 Ghel canepound of
nore especidd FY in a ratio of from=20:1 to 1:20, even nore especially
from10:1 to 1:10, very especially from5:1 and 1:5, specia
preference being givgn 0 a ratio of from2:1 to 1:2, and a ratio of
from4:1 to 2:1 _bei kewi se preferred, above all in a ratio of

gsignation used instead is
conpound; in that case,

1:1, or 5:1, 12,/ 5:3, or 5:4, or 4:1, or 4:2, or 4:3, or 3:1,
or 3:2, oRay: I\}: 5,%r 2:5, or 3:5, or 4:5, or 14, or 2:4, or
3:4, or 1:3 2: 3,4or '(ﬁ;§00, or 1:300, or 1:150, or 1:35,
or 2:35, or pnt: or 1:75, :7§f or 4:75, or 1:6000, or 1:3000, or
-1: 1500, or 1:3p0, or 2:350, or 4:350, or 1:750, or 2:750, or 4:750.

‘Those m Xxi ng %%gios are understood to include, on the one hand,

ratios by wei ght® and al so, on ot her whihds a kel di&d Remid @mBothdy &S
conpri si fromtables Ti, to T99 and

n ound of .farnula | selecte f
one or &%’ﬁ%’?@@fﬁ?‘?@@ﬂsﬂaﬁeﬁﬁgﬂ?k wﬁgrea'btgg feﬁ'ﬁé’g NaJaeamic SATRRUNg RS ferayla k-&
exanpl e (trams) i the rapemic' mcmmbpﬂ?bf(fbrrﬁma n§-8 i(ﬂs)as 2O rr}w neal: & paraywhiﬂ'réig Wagis
conposed.,. singl e active ingredient
conponegw&@ng@ﬁpgéﬁﬁﬁ”@ﬁéﬁynﬁgbgggﬁ%kﬂL+§XConbined use of the WO
2007/ 09 30PppuEPeliomMm@a 283 - 216 - single active ingredients when
applied in a sequential manner, i.e. one after the other with a
reasonably short period, such as a few hours or days. The order of

and the active ingredients as descri bed above is not essential for
wor ki ng the present invention. The conpositions can also conprise
further solid or liquid auxiliaries, such as stabilizers, for exanple
unepoxi di zed or epoxidi zed vegetable oils (for exanple epoxidized



Cotton | eaf discs are placed on agar in a 24-well mcrotiter plate
and sprayed with test solutions. After drying, the |eaf discs are

i nf est ed WWR2Y7PIH92%r vae. The sanpl es are checked for BEFERINYYNI2S3
repel l ent effect, feeding behaviour, growt h regul ati on 3 days
after treatnent. In this test, conpou “‘listed in Table P above show
good activity. In particular conmpounds P.1, P.2, P.3, P.4, P.5 P.6,
p.7, P.9, P.10, P.11, P.12, P.13, P.15, P.16, P.17, P.18, P.19, P.20,
P.21, P.22, P.23, P.24, P.25, P26, P.24 .28, P.29, P.30, P.31,

P.32, P.33, P.34, P.35, P.36, P.37, P.39, P.40, P.41, P.42,
P.43, P.44, P.45, P.46, P.47, P.4Q8,

wherein Ry, is trifluoromethyl or difluoromethyl (W02004/058723) + TX, the racemic
compound of formula F-11 (trans) '

wherein Ry is trifluoromethyl or difluoromethyl (WO03/074491) + TX, the racemic
compound of formula F-12 (cis)

CH, (F-12),

wherein Ry4 s trifluoromethyi or difluoromethyl (WO003/074491) + TX, the compound of
formula F-13




P.49, P.50, P.51, P.52, P.53, P.54, P.55, P.56, P.57, P.58, P.59,
P.60, P.61, P.63, P.64, P.67, P.68 and P.70 show an activity of over
80% at a cAHEATPRIP0on of 400 ppm Exanpl e B2: Acti vit yPEHEPIIET001283
Hel iothis virescens (tobacco budworm): (ovo-Ilarvicide,

feedi ng/ contact activity, curative) EGJ4~(0-24 h old) are placed in
24-well mcrobter plate on artificial diet and treated with test
solutions by pipetting. After an incubation period of 4 days, sanples
are checked for egg nortality, Iarvatality, and grow h

regul ation. WD 2007/ 093402PCT/ EP20C 01283 - 218 - In this test,
conmpounds listed in Table P abo good activity. In particular
conpounds P.1, P.2, P.3, ﬁ4P . 6, P71P9 P.10, P.11, P.12,
P.13, P.15, P.16, P.17, P.18 p.22, P.23, P.25,
P.26, P.27, P.28, P.29, P. 3%1 : ®-13), P.35, P.36,
P.37, P.38, P.39, P.40, P.417~pB 42, P. 43, P.@Iél3 P.46, P.47, P.A48,
P.49, P.50, P.51, P.52, P.53, 54, P.55, P.56, P.57, P. 58, P. 59,
P.60, P.61, P.63, P.64, P.67, QH368 P69, P.70, P.71, P.72, P.74, P.77
and P.78 show an activity of over 80% at a concentration of 400 ppm
Exanpl e W¥3¢h iPlautagkinic mixtbm@Diai’prrauléeiFaﬂﬂmmsbanthﬂﬁt(ﬁ};)c and Waeneinci ¢l &,

feedi ng/y; rﬂﬁéthyl%?ﬁfﬂpl o Mbyosld%ﬁy 31’ ‘?ﬁeﬁ ﬁoﬁﬂﬁn’nhsﬁo%% Ft?

plate (MIP arti |stre est utrons
pi petting. After drying, the MIP' s ae |nfested with | arvae
(12) (10-15 per well). After an_.inc on period of 5 days, sanples
lare’ checked for larval nortaliRy, RFifeedant and grow h regul ati on.
In this test, conpounds |isted NTabI e P above show good activity.
In particular conmpounds P. 4, P.5, P.6, P.7, P.9, P.10,

P.11, P.12, P.13, P.15, P.A16,IP. 17, P. 19, P.20, P. 21, P. 22,
P.23, P.25, P.26, P.27, P.28] PgR9, P.31, P.32, P.33, P.34,
P.35, P.36, P.37, P.38, P.39, P.40, P 4 P.42, P.43, P.44, P. 46,
P. 47, P.48, P.49, P.50, P.51, P.52, P.5% P.54, (FPI85, P.56, P.57,
P.58, P.59, P.60, P.61, P.63, P.64, P.67) 98, P.69 P. 70, P.72,
P.74, P.77, P78 and P.79 show an acti vi ty 01C dver 80% at a

concentration of 400 ppm Exanple B4: [BHyk

l|@f i ca balteata (corn root
wor m :

(WO2004/058723) + TX, and the compound of formula F-15
CH,

e (F15) [214706-53-3]

+ TX.

The references in brackets behind the active ingredients, e.g. [3878-19-1] refer to the

Chemical Abstracts Registry number, The compouds of the formulae A-1 to A-26 are
described in WO 03/015618 or in WO 04/067528.The above described mixing partners are
known. Where the active ingredients are included in "The Pesticide Manual" [The Pesticide
Manual - A World Compendium; Thirteenth Edition; Editor: C. D. S. TomLin; The British Crop |



(larvicide, feedi ng/ residual contact activity, preventive) 24-well
mcrotiter ate (MIP) with artificial diet is treated with test

sol utions 5@06(?0[3@?35‘9%9 After drying, the MIP' s are i nf BET/EB20Mi/401283

| arvae (L2)(6-10 per well). After an incubation period of 5 days,
sanpl es are checked for larval nortalPf§; antifeedant and growth
regulation. In this test, conpounds listed in Table P above show good
activity. In particular conpounds P.1, P.2, P.5 P.6, P.10, P.11,
P.12, P. E@tecﬂbmepun%illltheylaraﬁescﬁbe;&hetair&mdepthﬁzbntr?n%beani@?u in Rﬁ.&d P

29, P.3 9

P. 45, Pobrga‘%&hefg"%&% I?O'%ﬁﬁggmé'ﬁ%r A%”%Z’EQE f%?ﬁp% H@ éﬁ’é’?”" %%‘ec“

P. 69, P. l;agesqanq under entry number (1). Where "[CCN]" is added hereinabove to the partlcufar
compound, the compound in question is included in the "Compendium of Pesticide Common
Names®, which is accessible on the internet [A. Wood; Compendium of Pesticide Common

Names, Copyright © 1995-2004]; for example, the compound "acetoprole” is described
under the internet address http://www.alanwood.net/pesticides/acetoprole.html.

Most of the active ingredients described above are referred to hereinabove by a so-called
“common name®, the relevant “ISO common name" or another "common name" being used

( in individual cases. If the designation is not a "common name”, the nature of the designation

| used instead is given in round brackets for the particular compound; in that case, the IUPAC
name, the lUPAC/Chemical Abstracts name, a “chemical name”, a “traditional name", a
“compound name* or a "develoment code” is used or, if neither one of those designations
nor a “common name” is used, an "alternative name" is employed. “CAS Reg. No” means
the Chemical Abstracts Registry Number.

The active ingredient mixture of the compounds of formula | selected from tables T1 to T99
with active ingredients described above comprises a compound selected from tables T1 to
T99 and an active ingredient as described above preferably in a mixing ratio of from 100:1 to
1:6000, especially from 50:1 to 1:50, more especially in a ratio of from 20:1 to 1:20, even
more especially from 10:1 to 1:10, very especially from 5:1 and 1:5, special preference being
given to a ratio of from 2:1 to 1.2, and a ratio of from 4:1 to 2:1 being likewise preferred,
above all in a ratio of 1:1, or 5:1, or 5:2, or 5:3, or 5:4, or 4:1, or 4:2, or 4:3, or 3:1, or 3:2, or
2:1, or 1:5, or 2:5, or 3:5, or 4.5, or 1:4, or 2:4, or 3:4, or 1:3, or 2:3, or 1:2, or 1:600, or
1:300, or 1:150, or 1:35, or 2:35, or 4:35, or 1:75, or 2:75, or 475, or 1:6000, or 1:3000, or
1:1600, or 1:350, or 2:350, or 4:350, or 1:750, or 2:750, or 4:750. Those mixing ratios are
understood to include, on the one hand, ratios by weight and also, on other'hand, molar

ratios.

The mixtures comprising a compound of formula [ selected from tables TT fo T99 and one
or more active ingredients as described above can be applied, for example, in a single
“ready-mix” form, in a combined spray mixture composed from separate formulations of the
single active ingredient components, such as a “tank-mix”, and in a combined use of the



P.72, P.75, P.78, and P.79 show an-activity-of-over-80% at a
concentratlon of 400 ppm Exanple B5: Activity against M/zus persicae
(green peactP 2IAPHI% i xed popul ation, feeding/residual PEHEPHLT01283
activity, preventive) - 219 - SuanO\é\ﬁé | eaf di scs are placed on
agar in a 24-well nmicrotiter plate and Sprayed with test sol utions.
After drying, the leaf discs are infested wth an aphid popul ati on of
m xed ages. After an incubation period of 6 days, sanples are checked
for nort8ngle petiyadnapdients whep paplied in a sgaushhiglreaness. 681 gne. aften thermtier pith @,
COWPOUdeealsér&b@%hbﬂ pEﬁ&J %udfﬁ @@Qm ﬁélﬁ%l@&fgg ﬁ@tdraértaf agblvmea{et éo%Hoaﬁds

E,O ?Lrgou gd gornpllazll;ee?qgtazg}orp, tg@es 51 @TQQ; agq theFacg\ée mgregl@ntq:asrﬁgscrpbeggbove is

P. 36, P. gt es$endfl foRaaRing fhelfreséhtdiventidrd2, P. 43, P. 44, P.45, P. 46,

P.47, P.48, P.49, P.50, P.51, P.52, P.53,
The compositions can also comprise further solid or liquid auxiliaries, such as stabilizers, for
example unepoxidized or epoxidized vegetable oils (for example epoxidized coconut oil,
rapeseed oil or soya oil), antifoams, for example silicone oil, preservatives, viscosity
regulators, binders and/or tackifiers, fertilizers or other active ingredients for achieving
specific effects, for example bactericides, fungicides, nematocides, plant activators,

[ molluscicides or herbicides.

The compositions according to the invention are prepared in a manner known per se, in the

~absence of auxiliaries for example by grinding, screening and/or compressing a solid active
ingredient and in the presence of at least one auxiliary for example by intimately mixing
and/or grinding the active ingredient with the auxiliary (auxillaries). These processes for the
preparation of the compositions and the use of the compounds | for the preparation of these
compositions are also a subject of the invention.

The application methods for the compositions, that is the methods of controfling pests of the
abovementioned type, such as spraying, atomizing, dusting, brushing on, dressing, scatte-
ring or pouring - which are to be selected to suit the intended aims of the prevailing circum-
stances - and the use of the compositions for controlling pests of the abovementioned type

( are other subjects of the invention. Typical rates of concentration are between 0.1 and 1000
ppm, preferably between 0.1 and 500 ppm, of active ingredient. The rate of application per
hectare is generally 1 to 2000 g of active ingredient per hectare, in particular 10 to 1000
g/ha, preferably 10 to 600 g/ha. '

A preferred method of application in the field of crop protection is application to the foliage of
the plants (foliar application), it being possible to select frequency and rate of application to

match-the-danger-of-infestation-with—the—pest-in-question.—Alternatively,—the—activé-ingredient

can reach the plants via the root system (systemic action), by drenching the locus of the
plants with a liquid composition or by incorporating the active ingredient in solid form into the
locus of the plants, for example into the soll, for example in the form of granules (soil



P.54, P.55, P.56, P.57, P.58, P.59, P.60, P.61 and P.70 show an
activity of over 80%at a concentration of 400 ppm Exanple B6:
Activity ad¥?AW/OR#%s persicae (green peach aphid) ( nPCEAP2007/001283
popul ation, system c/feeding activity, curative) Roots of pea
seedlings, infested with an aphid poplﬁ’gt‘i on of m xed ages, are

pl aced directly in the test solutions. 6 days after introduction,
sanpl es are checked for nortality-and special effects on the plant.
In this epaicatiandipdiaeaselof padsty rica cps) sick granuiee cah bevntpderdd id theifloyded
In parti g(h(ﬁ,[ﬁeq*cgrrpounds P.10, P.12, P.13, P.15, P.17, P.19, P.27,

P. 28, P. gg, pP.30, P.32, P.33, P.34, P.35, P.36, P.37, P.39, P.A40,

P. 42, P. 43,
The compositions according to the invention are also suitable for the protection of plant pro-

pagation material, for example seeds, such as fruit, tubers or kernels, or nursery plants,
against pests of the abovementioned type. The propagation material can be treated with the
compositions prior to planting, for example seed can be treated prior to sowing. Alternatively,
the compositions can be applied to seed kemnels (coating), either by soaking the kernels in a
liquid composition or by applying a layer-of a solid composition. It is also possible to apply
the compositions when the propagation material is planted to the site of application, for

( example into the seed furrow during driliing. These treatment methods for plant propagation

A' material and the plant propagation material thus treated are further subjects of the invention.

Biological Examples (% = per cent by weight, unless otherwise specified)

Example B1: Activity against Spodoptera littoralis ( Eqyptian cotton |leafworm):

(larvicide, feeding/residual contact activity, preventive)

Cotton leaf discs are placed on agar in a 24-well microtiter plate and sprayed with test solu-
tions. After drying, the leaf discs are infested with 5 Ly larvae. The samples are checked for
mortality, repellent effect, feeding behaviour, and growth regulation 3 days after treatment.
In this test, compounds listed in Table P above show good activity. In particular compounds
P.1,P.2, P3,P4,P5 P86 P7 P.9 P10, P.11, P.12, P.13, P.15, P.16, P.17, P.18, P.19,
P.20, P.21, P.22, P.23, P.24, P.25, P.26, P.27, P.28, P.29, P.30, P.31, P.32, P.33, P.34,
P.35, P.36, P.37, P.38, P.39, P.40, P.41, P.42, P.43, P.44, P.45, P.46, P.47, P.48, P.49,
P.50, P.51, P.52, P.53, P.54, P.55, P.56, P.57, P.58, P.59, P.60, P.61, P.63, P.64, P.567,
P.68 and P.70 show an activity of over 80% at a concentration of 400 ppm.

Example B2: Activity against Heliothis virescens (tobacco budwormy:

(ovo-larvicide, feeding/contact activity, curative)

Eggs (0-24-hold)-are placed in-24~well microtiter plate o artificial diet and treated with test
solutions by pipetting. After an incubation period of 4 days, samples are checked for egg
mortality, larval mortality, and growth regulation.



P.44, P.45, P.46, P.47, P.48, P.49, P.50, P.51, P.52, P.53, P.54,
P.55, P.56, P.57, P.58, P.59, P.60, P.61, P.65, P.70 and P.71 show an
activity of WOA09%8%, at a concentration of 400 ppm Ex 2B EE2(7/001283

Activity against Thrips tabaci (onion

rips) (m xed popul ati on,

feedi ng/ resi dual contact activity, e%;gnt i ve) Sunfl ower | eaf _di scs
are placed on agar in a 24-wel | m'crotlter pl ate and sprayed with
test solutions. After éﬂncg the | eaf discs are infested with a

J)

thrips pdibmiséﬁto‘wf@ﬁouﬁﬂ&

sappf, @82 W@ m«bqﬁgqﬂsf@? Pf@r pab Mﬁ 615'@2 @?@'lﬂis @ffse@tﬁ' P&8dp. 19,
phyt ot oxi_cCi t

good act A% é 21 ﬁ 23&?12?cu?5r

days,

cablentf alegveshow geethagtivitn Ippatiedarsiompounds

n‘gnun s listed I'n P above’ show

48, B-29, PO, 6. 31PPP2 Pﬁ3,1%34;P 5.

P. 18, P Ps, P.326P.3B, 2389, P485p. 4IP P92, 43P, 443934%, PR738.,48PP 3B, PBo 3 51,
P. 39, P. %%2 P%34}:—"54 gsézpss Pé‘? PSEPSQ P.60, %61 P.63, P.64, P.67, P.68, P69,

T

P.70, P.71, P.72, P.74, P.77 and P.78 show an activity of over 80% at a concentration of 400
ppm.

Example B3: Plutella xylostalla (diamond back moth):
(larvicide, feeding/residual contact activity, preventive)

24-well microtiter plate (MTP) with artificial diet is treated with test solutions by pipetting.
After drying, the MTP's are infested with larvae (L2)(10-15 per well). After an incubation
period of 5 days, samples are checked for larval mortality, antifeedant and growth regulation.
In this test, compounds listed in Table P above show good activity. In particular compounds
P.1,P.2, P.3, P.4,P5, P6,P.7, P.9, P.10, P.11, P.12, P.13, P.15, P.16, P.17, P.18, P.19,
P.20, P.21, P.22, P.23, P.25, P.26, P.27, P.28, P.29, P.30, P.31, P.32, P.33, P.34, P.35,
P.36, P.37, P.38, P.39, P.40, P.41, P.42, P.43, P.44, P.46, P.47, P.48, P.49, P.50, P.51,
P.52, P.63, P.54, P.55, P.56, P.57, P.58, P.59, P.60, P.61, P.63, P.64, P.67, P.68, P.69
P.70, P.72, P.74, P.77, P78 and P.79 show an activity of over 80% at a concentration of 400

ppm.

Example B4: Diabrotica balteata {corn root worm):

(larvicide, feeding/residual contact activity, preventive)

24-well microtiter plate (MTP) with artificial diet is treated with test solutions by pipetting.

After drying, the MTP’s are infested with larvae (L2)(6-10 per well). After an incubation

period of 5 days, sampies are checked for larval mortality, antifeedant and growth regulation.
In this test, compounds listed in Table P above show good activity. In particutar compounds
P1,P2,P.5 P.6 P10, P.11, P.12, P.13, P.15, P.16, P.17, P.18, P.19, P.24, P.25, P.27,
P.28, P.29, P.30, P.31, P.33, P.34, P.35, P.37, P.38, P.39, P.42, P.43, P.44, P.45, P.46,
P.47, P.48, P.49, P.50, P.52, P.53, P.65, P.67, .68, P.69, P.70, P.71, P.72, P.75, P.78, and

P-79-show-an-activity-of-over-80% at-a_concentration-of 400 ppm:

Example BS5: Activity against Myzus persicae (areen peach aphid)

(mixed population, feeding/residual contact activity, preventive)



P.46, P.47, P.48, P.49, P.50, P.51, P.52, P.53, P.54, P.55, P.56,
P.57, P.58, P.59, P.63, P.64, P.65, P.67, P.68, P.70 and P.71 show an
activity of WO\2Bt7/08893 at a concentrati on of 400 ppm  WOPCI/EP2007/001283
2007/ 093402PCT/ EP2007/ 001283 - 220 - St andard Cydia diet cubes (1.5
cmw dth) are pierced with a tooth-pitk®nd are i mersed in liquid
paraffin (ca. 80C). After the paraffin coat has hardened, an aqueous
emul si on contai ning 400 ppm of active ingredient is appl i ed using a
De Vil bi §ustttmsy®raf (lias are, placel @n)agatintacd4-wéllamispotitey ptatmﬁﬁdm:rﬁm withites,

d
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and 40- 629/3 'ﬂ@‘ Wﬁyﬁum dity, the survival rate of the caterpillars
as well their growh regulation is determined. In this test,

conmpoundd? WSsI@%dcqrmpowa@ﬁ istqnl inable R akavegbow gard astivity In partigardonpbands

conpoundsp, EPPJGQPﬁ) iﬂﬁ I911_>2P 18, ﬂ=&5 P1é9P1P s #3192%2;459@7 P'°233i529PP%3
P.33, P.34 37, 8 . and ow an acéti vl

of over B& B@Qapéén%éﬁtpﬁ‘?»l oﬁsd? 32-0‘03%&139 Bxa9nBi4d. BI2pRABP 8¢, P45

agai nst 5r4@nkl4vnpabla49qmsdm15ﬁlpsz(P/@sstl:esmpfdsom%e Pl pSh: Psﬁaﬁéo
ean plants in_a spray chanber

| eaf dis I.shes_or
are treaF’ %a %ﬂ%ﬂ%’t%ﬂaq%‘g’tdﬁy%‘?qc%ﬁga C‘N"F%tfat’ﬂf')?f fiP PRIBf discs are
cut and placed in plastic cups on the surface of an agar |ayer and

|nfested or 14 days
-kplants) for reductlon of

treated f{yged mumoramdStetrMpadleglactmty,rwratlmej treated popul ation.
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in the test solutions. 6 days aﬂer introduction, samples are checked for mortality and special

effects on the plant.

- In this test, compounds listed in Table P above show good activity. In particular compounds
P.10, P.12, P.13, P.15, P.17, P.19, P.27, P.28, P.29, P.30, P.32, P.33, P.34, P.35, P.36,
P.37, P.39, P.40, P.42, P.43, P.44, P.45, P.46, P.47, P.48, P.49, P.50, P.51, P.52, P.53,
P.54, P.55, P.56, P.57, P.58, P.59, P.60, P.61, P.65, P.70 and P.71 show an activity of over
80% at a concentration of 400 ppm.

Example B7: Activity against Thrips tabaci (onion Thrips)

(mixed population, feeding/residual contact activity, preventive)

Sunflower leaf discs are placed on agar in a 24-well microtiter plate and sprayed with test
solutions. After drying, the leaf discs are infested with a thrips population of mixed ages.
After an incubation period of 6 days, samples are checked for mortality and special effects
(e.g. phytotoxicity).

In this test, compounds listed in Table P above show good activity. In particular compounds
P.3, P.10, P.12, P.13, P.16, P.18, P.25, P.26, P.27, P.28, P.29, P.32, P.33, P.34, P.35, P.37,
P.39, P.40, P.41, P.42, P.43, P.44, P.45, P.46, P.47, P.48, P.49, P.50, P.51, P.52, P.53,

P.54, P55, P.56, P.57, P.58, P.59, P.63, P.64, P.65, P.67, P.68, P.70 and P.71 show an
activity of over 80% at a concentration of 400 ppm.

Example B8: Activity against Cyvdia pomoneila (codling moth):




p.17, P.18, P.19, P.22, P.27, P.28, P.30, P.33, P.34, P.35, P.38,

P. 39, P.40, P.41, P.42, P.43, P.44, P.45, P.46, P.47, P.48, P.49,

P. 52, P.54,wB.2086/093402 60, P.61 and P.70 show an acti vity pofr/mpymy/od o
at a concentration of 400 ppm Exanple B9: Activity agai nst Bem sia
tabaci (tobacco white fly): (larvici-#p-contact/feeding) Bean plants
are infested with 20-30 adults that renoved after a 4 day egg-| aying
period. After another 7 days, bean plants with hatched nynphs (N 2)

are tr eas%@ldéra cryaial fietauBsd (18 &M v&ichﬁ) dr6 plerdedl withi PR5thL fickearitr@mmersed in
nunber of energed

ChATb i Sl 2 2 e AP e o o S rarogio "

in treat emhtmdg nomppm@awwesmmdnaa is émaué:.hugng £ Sle, VibRgpeyBe@sIhist Bgh.I n

TabI eP 39 \hie éphr8¥v cga%)lg h%g 1‘::im}:/ci ttl¥t-:‘ cu bes g%réult (l:n'fo glastlc c%%&megs which are then
populated with two freshly hatched Cydia pomonaella (1% instar). The containers are then
closed with a plastic cap. After 14 days incubation at 26°C and 40-60% relative humidity, the
survival rate of the caterpillars as well as their growth regulation is determined.

© 7 7 Inthis test, compounds listed in Table P above show good activity. In particutar compounds

P.10, P.11, P.12, P.18, P.19, P.20, P.29, P.30, P.31, P.32, P.33, P.34, P.35, P.37, P.38,
P.39, P.42, and P.43 show an activity of over 80% at a concentration of 400 ppm.

Example B9 Activity against Frankliniella occidentalis (western {lower thrips):

Bean leaf discs on agar in petri dishes or bean plants in a spray chamber are treated with
diluted test solutions. After drying leaf discs are cut and placed in plastic cups on the surface
of an agar layer and infested with mixed population. 6 days (leaf discs) or 14 days (plants)
after the infestation, samples are checked for reduction of treated population and compared
to the non treated population.

In this test, compounds listed in Table P above show good activity. In particular compounds
P.10, P.11,P.12, P.13, P.15, P.17, P.18, P.19, P.22, P.2‘7, P.28, P.30, P.33, P.34, P.35,
P.38, P.39, P.40, P.41, P.42, P.43, P.44, P.45, P.46, P.47, P.48, P.49, P.52, P.54, P.56,
P.60, P.61 and P.70 show an activity of over 80% at a concentration of 400 ppm.

Example BS: Activity against Bemisia tabaci (tobacco white fly):

( (larvicide, contact/feeding)
Bean plants are infested with 20-30 adults that removed after a 4 day egg-laying period.
After another 7 days, bean plants with hatched nymphs (N-2) are treated (2 replicates) with
the test solutions in a spray chamber. Three weeks later, samples are checked for number

of emerged adults. Efficacy was calculeted by comparing number of emerged adults in
treated and non treated samples.
in this test, compounds listed in Table P above show good activity. In particular compounds

P.10, P.12, P.18, P.19, P.29, P.30 and P.33 show an activity of over 80% at a concentration
of 400 ppm.



P.10, P.12, P.18, P.19, P.29, P.30 and P.33 show an activity of over
80% at a concentration W) 2007/093402PCT/ EP2007/ 001283 -221 -
Exanpl e B9:wAebi7wpi4g2 agai nst N | aparvata | uoens (brown rBCTEP2007/001283
pl ant hopper): (larvicide, feeding/contact) Rice seedlings are
treated with the diluted test solutior®li-n a spray chanber. After
drying, they are infested with 20 N3 nynphs (2 replicates). 6-12 days
after the treatnent sanples are checked for nortality, growh
regul at i @ram edsgehé againsttNiRp&rlagenphalbrem ritdplafthépdeslst , conpounds
listed i Tab i P Sa Bmw good activity. In particular conmpounds
p. 27, Pp.28Mcge f@e BOEIMAR) 43 “p 45 and P.47 show an activity of over
80% at a Fﬁnerseedlmgaarmatéd Wil theaiiluteBtastrpdletidds @ a Spray mhambagaﬁérsnymg,
Aphi's cr i fe Pea
coedr i ng ot s PR B2 KIBREY, 612 Bhbe SRR RC RS A
treated @@ cmpkaddam leeotalw @mvcth Iregudadion.exd effebtaton dimsFi gererationay
chanber

Py, c;a%hg&é fs@ésdt”"gg‘ab %}gﬁﬁ%ﬂg‘”?w ﬁﬁﬁvuﬁ gérgEﬁ?énla%Hprnds

In this test, conp ove activrt

In parti PaTab. %oﬁﬂeﬁég 43P .4pang P.43 shgw ap agtivity pf qeer Bp%@t a qonneﬂratlon
P. 44, P. 46400 and P.49, show an activity of over 80%at a
concentratl on of 400 ppm Exanple Bll: Activity agai nst Aphis
craccivora (pea aphid): (m xed popul ation, system c/feeding) Roots of
pea seedgme Bhofmwﬂaaﬁutdﬂ,q@ms%ﬁ&&bﬂommn of m xed ages, are

pl aced ( | 1 cat.es) in the test solution. 6 days |later,
'sanpl es 'ée PR 8“=f°8P{aﬁ§ﬁ%Fﬁrv19 In this test, conmpounds listed in

Tabl e P Bbayesdiifgsvinfesdel |ith arvapbr)ld pbﬂulaﬂ@htoi‘ miKedages) mpotiagied 2 fkplicakes] 3,

o 4y b i alrelestsolifongingipy dpmiler ttayt algrcafién, Sariiies drstRacke

' 80% at afacowetelty.r ati on of 400 ppm Exanple B12: Act|V|ty agai nst

Aphi s 00 ’Q'tést (c%ﬁ'&)%gﬁ'd F@;mcﬂ)\ Taﬁl@‘p(ﬁ%vggﬂwf g&écpébtlv m e déJlﬁ'%ghBQQnds

Pea seed an a t1on ages

treat ed E’Z °r %—6?1 RE8.SPOM 40 FufZ it tP 4o P’ i a5+ Saowﬁﬂ@yﬂvﬁy of over
chanber . g6, dox somfeh@atidn & ADOPPn. sarrpl es are checked for nortality.
In this test, conpounds listed in Table P above show good activity.

In particular conpounds P.10, P.27, P.40, P.42 and P.47 show an
activit yEgdmpmy Bi1 Mﬁh:aﬁa@_r@onpaabrmbiwm (mda apbh@yppm WO

2007/ 093 [ EP2007/ 22 - Exanple B13: Activity agai nst
Aphi s go r@{(/%dlcl-%p F?? th%‘ﬁ&g?dm m xed popul ation, system c/feeding)
Root s of Rpeta otmlsaedtysgs infefstack with an aphichpopagtionl ofpoped agés areoflacedy@d
a0es. A RoRAGT irddly PRI EALERot 66 otor! Qi dréShockeh i tharfy, davs

| at er, es’are heck norta s test, conpoun

Jist ed i h\ igfgsd compprRds liskeshin Jable Palove ﬁhcgw 9994 Fedivity. mwcwﬁgeems
\P.27, P. @80, P13%. 2P ﬁ@s 15’3610: 38 -Pdb, PRach Buaclpdd, PR4AF 45 .26, P k7 694@nd

P.61 show an_activit ver 80% at a .concentration of 40 rﬁ)g
P.52, P.54, P.56, 60 an P.61 show an activity of over 80% at a concentration of 400 ppm.

Example B12: Activity against Aphis qossypii {cotton aphid):

{mixed population, contact/feeding)
Pea seedlings, infested with an aphid population of mixed ages, are treated (2 replicates)
with diluted test solutions in a spray chamber. 6 days after treatment, samples are checked

for mortality.
In this test, compounds listed in Table P above show good activity. In particular compounds
P.10, P.27, P.40, P.42 and P.47 show an activity of over 80% at a concentration of 400 ppm,



Exanpl e B14 to B15: Conparison of the insecticidal activity of
conpounds according to the invention with the structurally nost

cl osel y conp@286/@34¥dnpound fromthe state of the art (REIVERONTHOIES
T81. 3 descri bed on page 67 of WZ2005/085234): Exanpl e Bl4:
Plutella xvlostella (di anond back noth§22- (| arvi ci de,

feedi ng/residual contact activity, preventive) 24-well mcrotiter
plate (MIP) with artificial diet is treated with test solutions by
pi pet t i ngExambtecd3d Agti fihst saypd (¢otbeapled):wi t h | arvae

(L2) (10-15. pear : .an. i ncubation period of 5 days, sanples
are checiéggﬁgtr)wéaﬂr&\?a?é%ﬁf/é |dfn>9? antifeedant and growth regul ati on.
Resul t s dtootsti paa seedlifgs linfe®ad with Wapiio poR.S8iv0 2POeHRZS S, Ao Ph2&s(2-

223 - e . ' 0

Comp. 1519488 PR RLt HlebBRlay RSBk shrihs 4oLl gpmpRA,
12.5 60 Gotys tegiggorpquadatisgedin Tape Beabyvezhowgosbagivity. 81 particgaratompofinds
the art) pb8pbs, P.30, P.39, P.40, P.42, P.43, P.44, P.47, P.56, P.60 and P.61 show an activity of

over 80% at a concentration of 400 ppm.

Example B14 to B15: Comparison of the insecticidal activity of compounds according to the

invention with the structurally most closely comparable compound from the state of the art

compound No. T81.3 described on page 67 of W02005/085234):

Fy

NH AN

—

(Compound No. P.78 according to the invention)

7
NS NH N __\ (Compound No. T81.3 according to state of the art)

HN\I/

Example B14: Plutefla xylostelia (diamond back moth):

‘/‘-\-

(larvicide, feeding/residual contact activity, preventive)

24-well microtiter plate (MTP) with artificial diet is treated with test solutions by pipetting.
After drying, the MTP’s are infested with larvae (L2){10-15 per well). After an incubation
period of 5 days, samples are checked for larval mortality, antifeedant and growth regulation.

Results are shown in Table B14:

Table B14: Activity aqainst Plutella xylostella (diamond back moth):



Conp. P.78 (invention) 50 100 Conp. P.78 (invention) 12.5 100 Conp.
P.78 (invention) 3.1 100 Conp. P.78 (invention) 0.8 50 Table 614
shows that ¥EMIBUNA0. P. 78 according to the invention REGER2607401283
substantially better insecticidal acti on on Plutella xylostella than
the conpound fromthe state of the art22¥specially at |ow application
rates (12.5, 3.1 and 0.8 ppm the conpound according to the invention
Is far superior to the conpound of the state of the art. This
enhanced effect was not to be expect ed on t he ba5| s of the structural

simlaript f [esSeconpotds: '

Hel i ot hi sdo\r/]?ﬂroglls]dcens (ovo- | arV| Egﬁ it 3“ (‘f)p:mg‘s I? tl}fﬁtﬁw ‘Eﬁerasre
pl aced ifn 24-well mcrotiter ate on artifici adaydl et and treated
with tegt J Ig. Af-ter—an—t that+on +oa—of
days, S'lcorﬁebls?glgca t‘eééfEHcfuﬁg bgg _nortali ty,sol ar val pgl ity, and
growt h ré‘g:ntpaﬁ'ﬁbﬂ (sm'aﬂtheaa}e shown in Tadké 515 TabI&) 615
ACtiVit) th-s—virescen OV o-—"T3atv} etde—test :
Conpouncca&ln nj?g% on eor] Dvo- 1| arvi ci da ﬁactlwty (% after 4
days CoowpT81.8 I(stitq sfithe ertof | t he art) 50 8@ |Conp. 18103 (state |of

t he art y—12-565Comp—18+—3(ptate—of—the—artp

Comp. P.78 (invention) 50 100

_ Comp. P.78 {invention) 125 100

( Comp. P.78 (invention) 31 100
Comp. P.78 (invention) 0.8 50

Table B14 shows that compound No. P.78 according to the invention exerts a substantially
better insecticidal action on Plutella xylostella than the compound from the state of the art.
Especially at low application rates (12.5, 3.1 and 0.8 ppm) the compound according to the
invention is far superior to the compound of the state of the art, This enhanced effect was
not to be expected on the basis of the structural similarity of these compounds.

Examgl_e B15: Activity against Heliothis virescens (ovo-larvicide test)
Eggs (0-24 h old) are placed in 24-well microtiter plate on artificial diet and treated with test
solutions by pipetting. After an incubation period of 4 days, samples are checked for egg

( mortality, larval mortality, and growth regulation,

Results are shown in Table B15:

Table B15: Activity Activity aqainst Heliothis virescens (ovo-larvicide test):

Compound: Concentration (ppm) | Ovo-larvicidal activity (%)
after 4 days

Comp. T81.3 (state of the art) 50 80

Comp. T81.3 (state of the art) 12,5 65

Comp. T81.3 (state of the art) 3.1 25




3.1 25 WD 2007/ 093402PCT/ EP2007/ 001283 - 224 - Conp. 181.3 (state
of the art) 0.8 0 Comp. P.78 (invention) 50 80 Conp. P.78
(i nventi on) WORIG/@Eonp. P.78 (invention) 3.1 50 Conp. HCT7EP2007/001283
(invention) 0.8 50 Table B15 shows that conmpound No. P.78 according
to the invention exerts a substantialt$4etter insecticidal action on
Heliothis virescens than the conpound fromthe state of the art.
Especially at |l ow application rates (12.5, 3.1 and 0.8 ppn) the
conpound GeerpO Mel .BY(state bftBelaryeftion is far sigleri or to phe conpoupd
of the gtate—efthe—art—Fhis—e¢rhanced—eifect—mas—not to-be expected
on the RQasis of the structural {simlarity of tlhese conpounds. WO
2007/ 093453 1pCP[78R2NOMIoNP 1283 - [225 - What 1 socf ai med 1sgg 1. A
af th

a formil o |1

I
T
I

C O O u n c \ >} 1Y LI} =L LAY %) T
P Comp. P.78 (invention) 12,5 80
Comp. P.78 (invention} 3.1 50
Comp. P.78 (invention) 0.8 . 80

Table B15 shows that compound No. P.78 according to the invention exerts a substantially
better insecticidal action on Helfiothis virescens than the compound from the state of the art.
Especially at low application rates (12.5, 3.1 and 0.8 ppm) the compound according to the

~ invention is far superior to the compound of the state of the art. This enhanced effect was
not to be expected on the basis of the structural similarity of these compounds.




NR 2 04,(1), nR 20 wherein GL, 02, 03 and 04 formtogether with the
two carbon atons to which 01 and 04 are attached, an aromatic ring
system wheW& 207993408 nitrogen, sul fur, oxygen, a directPATERI00G001283
C-F15,; 02 is nitrogen, sulfur, oxygen, a direct bond or CGR3b; 03 is
nitrogen, sulfur, oxygen, a direct bol Sr C1:16,; 04 is ni trogen,
sul fur, oxygen, a direct bond or GR, with the provisos that a) at

| east one substituent G represents nitrogen, sulfur or oxygen, b) not
nmor e t hafVhatigaaimdisent G can at the same tine forma direct bond, c¢)
not nore than 2 substituents G can be oxygen or sulfur, and d) 2
substituents G as OX){gen and/ or sulfur are separated by at | east one
car bon afloftcompeundsif U farmeh, R5a, R5b, R34, and Rsd which may be
the sane or different, represents hydrogen, hal ogen, nitro, cyano,
hydr oxy, CHO, Cl1-C6al kyI , C2-C6al kenyl, C2-C6al kynyl, C3-

Cecycl oal kyl , Ci-C6hal oal kyl, C2-C6hal oal kenyl, C2-C6hal oal kynyl

C3- Co6hal ocycl oal kyl, Cl1- atal kox al gpxy- Cl1- C4al koxy- Cl1- C4al kyl ,
Cl- C4hal oal koxy, Cratal kylthio, CI al kyI t hi o,

G - C4hal oal kyl sul finyl, Gal Eﬁ‘j uN‘ % Cl- C4al kyl sul finyl,
Cl- C4al kyl sul fonyl , Cl- C4al y eaal kyl ,

Cl- G4al kyl sul f oxi m no- Cl1- 4al kyl , kykam no, C2 CAdi al kyl am no,
C3- C6cycl oal kyl am no, C1- Ceal k%r 6al kyl(’ém no, C2-

C4al kyl car bonyl ,

C2- Csal koxycar bonyl , _C2C6al kyl a?h chéryorM - cBdi al kyl am nocar bony
|, c2-ceal koxycar bonyl oxy, C2- C6al kyPRajr nocarzﬁonyl oxy,

C3- C6di al kyl am nocar bonyl oxy, Cl- Ctal koxyi m no- Cl- C4al kyl ,

C3- OBt ri whiehs| | yi | phenyl, benzyl or phenoxy; or phenyl, benzyl or
phenoxy ¢ %ﬁg I [

hal ogen, Gpm Ga gﬁd GQforrh t Mémﬁé%c"z%% Eﬁ&ﬁﬂo @I@?%%gﬁ%fzogqekay ched,
Cl- C6hal %?fﬁmat'cwza@@m &Ryl | 02- Cohal oal kynyl, WO

2007/ 093@0@5%&%5.?2@% 6%%8351 drre&B@ndor@RQf)ha' ocycl oal kyl ,

Crasal ko Ys Cttl C4h alfoa kox é g I'thio, Cl- C4al kyI sul fi nyI
C1- C4al kYt SHOSR%ISUEL S FhE° g al kyl ani no,

C3- C6ey cGgialnkspigan; satyr, @(yg@ﬁai Higdot Eﬁamdyagcpal kyl am no,

Crat al kyhc : ar bonyl ,
Ca- ol 2P BBk sulre, bl 45 B or o s B o R PO
Csal ky| awiatpearaerspbeiityent Carepsiats ittogen, rscltlardnonxgeoxy or

C3- Cot riwl % sanme or
differ en? HS?@S%JE%H galﬁéindﬁ%f %n&ﬁ%@t@[ﬁg}w&gﬁ g(ﬁgf Hebﬁ%

C2- Coal K§)gt mgke tean %:é\é%'itl?a % rcan e own:eamu&dr, and2_ Cgal kenyl |

C2- Coal kd’)%’dub@tftu&éﬁs G%@?b&ﬁéﬂ@ér SililSHré fapatedYy Qﬂéaﬁrong'éél%on atom;

;SUbStI tuenb hal ogen tro, ano %ll‘ii!r oxy

\C1- C4al K&¥XY ° a ’r’ia %a %0 5, aNey Pi?bl“i%b&t TFATAR H%Rtyfﬁtﬂ’ﬁsﬁms
G at al kyhysitdgbh, mdlqgeﬁ;l Ritta| dyghe ilyEiery,IGHG, G, @Lakidy CaTkamanyl, C-Cealkynyl, Cs-

Coal oyl TR o A G S B o7 By, Cugyhetgeveionigh sy
or phgn%/w@lkgxypﬁ-mykqu$1@4alldw CoC4a4km|301+(uydﬂoaflm C1-Bialkyithio, Cy-

t S

S, S LR Qb s SO

Cr at hal d3@ yleulioni, Ci CediatisulforyinCh-€hagiky! QEiC@WIHBJfMIW-K?&@ﬁIkY& - or

Cr at hal aghikyhmiHof @Rl dialRfiarinb SCACH A kylamifd, C-Cealkyl-Co-ClidallfianTnd, -

C4alky.lcarbonyi,_szcsalkoxycarbonyl,_Cg=Caalk.ylarninocarbonyl,_Cs-CsdiaIkylakninocarbony!,
Cz-Cealkoxycarbonyloxy, Cz-Cealkylaminocarbonyloxy, Cs-Cedialkylaminocarbonyloxy, C;-
Caalkoxyimino-C,-Caalkyl, Cs-Cetrialkylsilyl, phenyl, benzyl or phenoxy; or phenyi, benzyl or
phenoxy mono-, di- or trisubstituted by halogen, cyano, nitro, halogen, Cy-Csalkyl, C,-
Cealkenyl, Co-Cgalkynyl, Cs-Cseycloaltkyl, Cy-Cghaloalkyl, Cx-Cghaloalkenyl, C-Cghaloalkynyl,



P13 or Dis additionally phenyl if Z1 is sulfur; 134.,1R10, R17, and
R19 i ndependently from each other, are hydrogen, Cl-Co6al kyl, C3-

6cycl oal kyl WOCH0H88PHE oal kyl , hal ogen, cyano, Cl- C4al koxyPCT/EP2007/001283
Cl- C4hal oal koxy, C2- C4al koxycar bonyl, Cl1-C4al kyl t hi o,

G - C4hal oal kyl t hi o, C1- C4al kyl sul f ony I" 2281~ C4hal oal kyl sul finyl or

Cl- C4hal oal kyl sul fonyl; WD 2007/ 093402PCT/ EP2007/ 001283 - 227 - R5,
R6, 118, R11l, R12, R15, R16 and R18 i ndependently from each other,
are Cl - C&I%Wlocx@ba@wl Co&ladydxyn@nOshaladikoxy IC1{Caalbyithixt, Cf-Gleadodiiyylthio, Cy-

& at a1 ey GRS, o RN, ORI o i 208k akamine
C4di al kyl%rﬁsﬁlésyl&s stycamﬂw@nmm I@ef%uﬁikwgafb@lwl &rCspenyparborylpsi dyl ,
3-pyri dy|0 alﬂylﬁ’f%fnbébfbonyprcﬁfsﬁla%lam}?d&{gogﬁ %\’(ﬁs Cg%{%cai%oﬂgéh’j - OF

4- pyri dyl di- or trisubStitute
Cecycl oal%’s’/’f‘y‘a@ff’@%h%!@&)’ Kyt C swy@gﬁﬂpca&fi’ﬁﬁw QL‘ICa Hiakalsiyh
Cr at hal oeh&o&mz 4t @ﬂhuﬁwhtablbe th@éarﬁélbﬂckl IeIﬁerbFHsents hydrogen C:Cealkyl, G-

t al kyl | | Cral hal Kk
G canal RIS 7 G EaeyoRaRY v a ko e Gotlh Cr- Rl 26 6
ot her, aOgcyepdikgigRbstit@ed Gﬁahkw mo@s@@ﬁtﬁérﬂﬁbd‘l@dted fegm Gﬁ@ggﬁi Ritro, c ano,

CZ-CGh | oal ke , - I I
G- Cont kOroBh CesatRat, Br-E ERea A kg el i ifey S—%Ikv@%nw
Cl- Coal kyh-C.aRylaifoayl kerPlakyBring Calteginlklamino(3s-Clycyakwarhikypland C,-
substl tutegk%\nc%l& %R’ﬁ e three substituents selected fromthe

a

group cons ogen, cyano, nitro, hydroxy, Craial kyl,
Cl - C4al k&g 2-pei xbzﬁneyn@lwmdwndmor@t@nvdya pYridyl, 3@yridhal 4epyriciyl rfnpmyl dli- or

Cl- C4al kYrIsﬁHétftlﬁ@d' b Ccéga(gldﬁ}@ %WI(‘S&‘?WI '@, '@halﬁakﬁaﬁaﬁgﬁ)%an d@rmh[’ko@’ Cy-

C2- C6 al kyl car bony rial kyi si

(o ton mMRAARE R ORI orCasRlbo Gelrakisugy s L CayMEm sy
be aronamm|omrstjlflaj,|loyoe@hm@mmigmbmﬁ ul'ly saturated, wherein the

si x-menbered aromatic ring systemcontains at |east one heteroatom
sel ect edoflﬁbﬁﬁgﬁ’g Pgroup consisting of oxygen, nitro and sulfur; it
bei ng possi bl efr or said benzyl, phenoxy andRhree- to ten-menbered,
nonocyclic or  fjused bicyclic i ng systemin/turn to be substiRuped by

one to.tlyee stltuents 'Nrd@;eqdently selpgct ed fromth oup
\CI Naal ky ECZ i al kényl “Cakynyl , ‘:60 cl oal kyl ,
gen,

consisting o
Cl- C4hal oal ky ,é:z C&n)al o] nyl , C2(094ha al kyny(kjl N (D2)
gyano, “nitrp, ?al)wxy AN “

C2- C6hal ocyc)oal Ryl , " hal

Cl1- C4hal oal koxy, 3. Cal kyl t hi 0,"@r at al kyl sul fonyls, Cl - R

at al kyl sul f oxi m no, Crai al kyl am no, C2-C6di al kyl am' no,

C3- Coeycl oal kyl am no, C -C4al kyl - C3- Cé6cycl oal kyl am no,

(C2- CAal kyl car bonyl, C2- C6aRkgxycarbonyl, C2-Céal kyl am nocar bonyl ,

CZ C8 di al kyl am nocarbonyl and C2-C6 trial kyl ﬁ lyl; it bejng pI$SSI bl e
for said three- to ten-ne red, nonocy frused bi i1ng

system t o{be pi-ﬂ&@onde the C3-C6 i/clo I kyl group; 31is
Cl- C4al ko Cr at al kyl am o/CZ Cedi al.k¥ no, C2-C6 =N

cycl oal kyYami Ro, Cr €3d.kgXycar bonfRs).or C2f Csal kyl(%pb nyI
3-oxetanyl, 3-R %et anyl ,” 1-ox@® 3-thi etan 1,1 -di oxo- Rhl etanyl, 1
-im no- 1-oxo-3- tThiet anyl 3-azetdi nyl, eath optionally sub&titut ed

with oneo,t[p[sfddwmoﬁwﬁp%hﬁwﬁlzg @gm}gpendent I y selected from C1-C4 al kyl,
Cl-C4 halo ano; - 228 - each of Z1 and 4, whchmay

be the sBméo 1Ud'f‘fﬂf e Inde %‘@E@h?%‘“@?%@ﬁer@)?reﬂpmﬁn Garfeealkyl, Co-
—aqwﬁﬁmf on eg@wlaauaﬁﬂﬁmmbelkﬁarhdt@gd bseﬁﬁoamok@mf@hala&kwtecﬁwkdes—l ‘
o] ose ou u a CcCO o claim
wher ei n %f@‘nggc %ﬁy'r G %/@f@ﬁ'@ﬁ éi a?%f'ﬂ’(%‘g@ @&"ﬁ‘é&ﬂ)’f rg&awﬁwiﬂ‘i%
or C3- CocyClhatakylsulfioul of 6,-ChhalcalidyislilforgR - Coal kenyl , C2-C6 al kynyl or
C3-06 cycl oal kyl substituted with one, two or three subsiituents



8. A compound of formula | according to claim1, wherein each of Rl .,
RA) R510 R5b) RSCI and R5d which may be the sane or different,
represents WPROWEE0Zhal ogen, cyano, hydroxyl, CHO, Cl - EAVERS(7/001283
C3- C6cycl oal kyl, Cl-Cshal oaklyl, Cl-Cs oxy,

Cl Csal koxy-Cl - Csal koxy- Cl - Csal kyl , C2-€di al | cyl ami no or

Cr Csal koxyhni no-C, -Csal kyl, 9. A conpound of fornula | according to
claim1, represented b the conpound of fornmula T24Ri x ci cr24),
Wher ei n MssRi ReHfok Rugeitns: Ris ats Rhaindependentiy kbineaach othien lagey 6 Ceatkyt, yoa 6o-

[ of

f?noelt ﬁa:‘]x%él??%noﬂdi G;ﬁ:ﬁéu_ﬁitltutgg:bg ﬁﬁlabéﬂ’ SP%‘I RW %@POF?S@A 'I—é@ﬁ%y Ca yrar

- - %C#@OM Corefesd Kyithio, Cﬁap@?ws“lﬁﬂy'(ﬁhﬁ# slfonyl, Gh=-Gaaliyirming. G
C: / CShg| Q\I}hﬂlhmﬂaﬂlmo or@%@scyoidgikgiagqru@@%%e% 1, 4- Eirfaw Q-py%l KRB BPal0
claim er
& “coal 1 &Pl ity ey St Brsoignanayich-or abattytey by Gr-Caalkyl Co
E ri ; : uor @yeyictoglkyl, G4-Chheiaumst, mglogenesy e \C,- &R, CrLhHaBakoxy G- d;alkylthto

rifluor
L Rl APV P ARG L AR SR S e
appr opr i &uealogkyisatioryirer t hereof, in each case in free formor in
h | [ { t r.at

P10 5, 8 s L O g e BNk BRI L SR Brclyorion
control | Oﬁ@sialh%‘e!btc‘a-c‘ahalo@pemh@aicaalkmoldﬁs Cheloaikdmyl; Acarina. 13. A
et hod. T @i, iS Ao, CEARN! €, CYleA, EQERIARSrARRE K i &P TROSE Bl

accordin s’ of therr’ enviro

met hod ag;e'&s glkaayli Ge-C4 alkynvhey é)acﬁs wengky isHbsiilptechwiiceng, dFo or three
repr esenbﬁiétlt(@ﬁts%ﬁelebiéﬂ RIRe gheRy ddﬂ@istlng]oﬁ haﬁ?ﬁ?tc Db, ﬁﬁr%oﬁﬁir&@ é C.;alkyl

claim 13 _far the tectlon of pl ion nateri al

attack b$'] %é@lf‘g‘y m%m |C§ég @Y'@‘&Eﬁﬁ&“%qh%s‘ﬁmbgq&?'t‘if'ﬁ%?ﬂ-r@1al or

the sit eC,alifuutorifiziopCepagabiyearbonyl 6CH-©f alkyicafdorll €gCtrialkylsily,
benzyl,phenoxy and

a three- to ten-membered, monocyclic or fused bicyclic ring system which may be aromatic,
partially saturated or fully saturated, wherein the six-membered aromatic ring system
contains at least one heteroatom selected from the group consisting of oxygen, nitro and
sulfur; ‘it being possible for said benzyl, phenoxy and three- to ten-membered, monocyclic or
fused bicyclic ring system in turn to be substituted by one to three substituents independently
selected from the group consisting of C;-Cyalkyl, C.-Caalkenyl, C,-Caalkynyl, Cs-Cgeycloalkyl,
Ci-Cshaloalkyl, C,-Cshaloalkenyl, C,-Cshaloalkynyl, C2-Cghalocycloalkyl, halogen, cyano,
nitro, Cy-Caalkoxy, C,-Cshaloalkoxy, C;-Caalkyithio, C-Caalkylsulfinyl, C,-Csalkylsulfonyl, Cy-
Calkylsulfoximino, C,-Cyalkylamino, Co-Cedialkylamino, Ca-Cgeycloalkylamino, Ci-Calkyl-Ca-
Cecycloalkylamino, Cx-Caalkylcarbonyl, Co-Cgalkoxycarbonyl, C.-Cealkylaminocarbonyl, C,-Cy
dia]kylaminocarbon‘yl and C,-C; trialkylsilyl;

it being possible for said three- to ten-membered, monocyclic or fused bicyclic ring system to
be spiro-bonded to the C;-Cscycloalkyl group;

or Rz is Cq-Caalkoxy, Ci-Caalkylamino, C,-Cgdialkylamino, C.-Cg cycloalkylamino, Co-

Cralkoxycarbonyl-or CzCzalkylcarbonyl;
or Rz is 3-oxetanyl, 3-thietanyl, 1-oxo-3-thietanyl, 1,1-dioxo-3-thietanyl, 1-imino-1-oxo0-3-
thietanyl, 3-azetdinyl, each optionally substituted with one to five substituent independently
selected from C,-C, alkyl, C,-C, haloalkyl, halogen, cyano;
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each of Z; and Zz, which may be the same or different, represents oxygen or suifur;
and agronomically acceptable salts/isomers/enantiomers/tautomers/N-oxides of those

compounds,

2. A compound of formula | according to claim 1, wherein Ry is Rz is hydrogen, C;-Csalkyl,
Cz-Cealkenyl, Cx-Cgalkynyl, or Cs-Ceeycloalkyl; or is Cy-Csalkyl, C2-Cs alkenyl, Ca-Cs alkynyl
or C3-Cs cycloalkyl substituted with one, two or three substituents selected from the group
consisting of halogen, cyano, nitro, hydroxy, Ci-Caalkyl, Cy-Csalkoxy, C;-Cshaloalkoxy, Cy-
Cialkyithio, C-Caalkylsulfinyl, Cy-Caalkylsulfonyl, C;-Caalkylsulfoximino, Cs-Cs
alkoxycarbonyl, C2-Cg alkylcarbonyl, C,-Cglrialkylsilyl, benzyl,phenoxy and

a three- to ten-membered, monocyclic or fused bicyclic ring system which may be arorhatic,
partially saturated or fully saturated, wherein the six-membered aromatic ring system
contains at least one heteroatom selected from the group consisting of oxygen, nitro and
sulfur; it being possible for said benzyl, phenoxy and three- to ten-membered, monocyclic or
fused bicyclic ring system in turn to be substituted by one to three substituents independantly
selected from the group consisting of Gy-Caalkyl, Cz-Cialkenyl, Co-Caalkynyl, Cs-Cseycloaikyl,
C,-Cshaloalkyl, Co-Cshaloalkenyl, C,-Cshaloalkynyl, Ca-Cghalocycloalkyl, halegen, cyano,
nitro, Cy-Csalkoxy, C;-Cshaloalkoxy, Cs-Cialkylthio, Ci-Caalkyisulfinyl, Cy-Calkylsulfonyl, Cy-
Cialkylsulfoximino, C4-Caalkylamino, C.-Cedialkylamino, Cs-Cseycloalkylamino, Ci-Caalkyl-Cs-
CQcycloalkytamino, C.-Cialkylcarbonyl, C.-Csalkoxycarbonyl, Cx-Cgalkylaminocarbonyl, Co-Ca
diatkylaminocarbonyl and C,-Cs trialkylsilyl;

it being possible for sald three- to ten-membered, monocyclic or fused bicyclic rlng system o
be spiro-bonded to the Ca-cscycloalkyl group;

or Ry is Ci-Caalkoxy, C,-C4alkylam|no. C,-Cydialkylamino, C,-Cs cycloalkylamino, Cs-
Cealkoxycarbonyl or Cz-Cgalkylcarbonyl,

3. A compound of formula I according to claim 1, wherein Z, and Z, is oxygen.

4. A compound of formula I according to claim I, wherein Ry is hydrogen.

S A compound-of formula T according to claifil 1, wherein R; and K; is hydrogen.
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5. A compound of formula I according to claim 1, wherein R and R3 is hydrogen.

6. A compound of formula I according to claim 1, wherein Ray is hydrogen, methyl, ethyl,
i-propyl, tert-butyl, CH;-CsHs, C(CH,CH,)-C3Hs, C(CH3),CH,SCHa,
C(CH3)CH,8(0)CH;, C(CH3)2CH,S(0)>CHs, CH,CN, CH{CH;)CH3SCH;,
CH(CH3)CH;8(0)CH; or CH{CH,)CH;38(0),CHs, 3-methyl-thietan-3-yl, 1-oxo-3-
methyl-thietan-3-yl or 1,1-dioxo-3-methyl-thietan-3-yl.

7. A compound of formula I according to claim 1, wherein D is a group D1, wherein Rs
us a 2-pyridyl which can be substituted by halogen, and R, is halogen, C;-Cg haloakyl or
C1-C4 haloalkoxy.

8. A compound of formula I according to claim 1, wherein each of Ryy, Ry, Rss, Rio, Rse,
and Rs¢ which may be the same or different, represents hydrogen, haloger, cyano,
hydroxyl, CHO, C-Cealkyl, Cs-Cscycloalkyl, Ci~Cghaloaklyl, Ci-Caalkoxy, C)-
Csalkoxy-C)-Csalkoxy-Ci-Caalkyl, C;-Cydialkylamino or Cy-Caalkoxyimino-C 1~Caalkyl,

9. A compound of formula I according to claim I, represented by the compound of
formula T24 ' le '

(@; 5 20,

H-NH HN.,
Wherein

Ria is hydrogen, Ci-Caalkyl, Co-Cyalkynl, halogen or cyano; Ry is hydrogen, C)-Cgalkyl,
CrCﬁﬂ]kylthiO-C[-Cgalk}’l, C]-CsalkylSUIfOHYI-C]-Cﬁa]kyl, Cl-C5aHC}'ISU.1ﬁ11yL-C1-
Csalkyl, thiethan-3-yl, thiethan-3-yl substituted by C,-Calkyl,

SO JAN ]
i~{:-,7:<> 2——(\—\/8—02'/\\7'XV—’ Vcir/

And Rygp is halogen, C-Cgalkyl, C;-Cghaloalkyl, C-Csalkoxy or Cy1/Cghaloalkoxy.
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10. A compound of formuta T24 according to claim 9, wherein Ry, is chloro or methyl;
Rgp is hydrogen, C)-Csalkyl, Ci-Csalkylthio-C)-Cealkyl, Ci-Cialkylsulfonyl-C;-Cealkyl,
C1-C5a]kylsu1fmy—CI-C5alkyI,

~ N A

And Ryqg is trifluoromethyl, difluromethyl, methoxy, bromo, chloro or 1,1,1-

trifluoroethoxy,

11. A pesticidal composition, which comprises at least one compound according to claim
1 of the formula I or, where appropriate, a tautomer thereof, in each case in free form or

in agrochemically utilizable salt form, as active ingredient or at least one auxillary.

12. A compositien according to claim 11 for controlling insects or representatives of the

order Acarina.

13. A method for controlling pests, which comprises applying a composition according to

claim 11 to the pests or their environment,

14. A method according to claim 13 for controlling insects of representatives of the order

Acarina.

15. A methed according to claim 13 for the protection of plant propagation material from
the attack by pests, which comprises treating the propagation material or the site, wehre

the propagation material is planted.




