EPO 219 451 31 Descrl ption The i nvent'i on rel ates to novel substituted

sem car bazones, thl oseni carbazones and i sothi osenicar- bazones, the ,
synthe3|s thereof the use of said conpounds for the control of weeds, and
conposi t-f ons- forvveed 6 control _conpr Erozp 4seh corrpounds EPA 0 034 010 .
di-scl oses 2- brrryl ben20| c acid thi'oseni carbazones and the use of such .
corrpounds as a5PW h regul ants. US Patent 3,753,680 discloses: SERE S
pheny| CR-NRI-C(ZS' NR2R3 conpounds, . whi ch may be substituted in the phenyl
ri'ng ‘and wher ei nTid inGenttbrOvelate® W hoval dubtitutddnébinicaBandbe tvserhickitezsias iakd lspthiosedbar. -
The corrpounds &Eoﬁeélﬁtel%yrmfe@lﬁthefe&;/tﬁtmsbﬁﬂ%aiabanwﬁ'ﬂéﬁsmﬂioﬁlibl &ryveddspant eddnpasmungforweed_

formul'a (A)s ~ReontrdCoampridthg subl compourils. -~ - - (A .3 . R4 15
wherei-n R is pheERA 0084 onaplstibgel 2-fammylbepzale dmldtthiowmlcw'habma and the u@edfew@dnﬁwnﬂmas
a). pyridyl whigdntgrawth pgultmised by its | b] or -side with a benzene ring 5

b) 2-pyri dyl - N- o4f fetees3,753,080disclpssy pheny-CHRNRjL (Z) Rz@mmmumsnylrichwbesubsﬂﬂd’d in the-
pyrazinyl, e) E!lenwﬂng@ﬂ%WWFhﬁW&WﬂZﬂ"qhﬁﬂ)baﬁ dglagtvity. o five- nenbered

het er oar ond® i ¢ rFWB’B‘EH‘P@%?“GWéB'BPV‘?“F@aH‘ﬁQ{“B" ?W‘P'@‘”{“H@"ﬂiﬂ?@'?oup
selected.from ., thienyl, furagé pyrrol ,_,0xazolyi, thiazotyl, -

i soxazol yl, isothl azol yi zofy® Nor pyr@zol yl ; whetby sai d

five- rrenbered heteroaronatlc ri. ngxarray bwfused by . its [b]-side with -a-:

benzene ring; - which group Ris.ortho-substituted by the group r' ahd,__._,_,'

3 |
ddiNe+ onal | dYhb |
addit+ onal Oyab@grewe&erngott%&nﬁ ﬁta'hgtu%mgtlcﬁg gff““"%;ﬂ e catt

form or “ester fo[,ﬁ, dyl,_ﬁ_o rg,ug is H -d-ealkyl,
Cl 4hal oal kyl, Gy, IRYLY Cl4§ | oal koxy, C24a| kenyi oxy,

CZGHQI/oaI kayI oxy),pyml ky- nyl oxy, phenyl, phenoxy, Cl4alikyithio, OH, '
hal ogén, nitro 0&)3 wtdAckinolingl or 2-quindx@inyiand he group - C(=NRI O - SRO or e
- C(=X) - NHRLO, eaf)k fied-médheraddheteicHromstid rifgsbound byrutie pidts diy T-atgménip dhectRgroop selected from

d . .al kyi ; eachthizhylRgramh dyrialyl, oxegolyl.tuiezpilsinideazolyl, Gothiakdly) limideRbig) of pyrazoli ; whereliyeald

groups 5 five-menered hgteroaromatic ring may be fused\py its [b]-side with a benzene ring ;
1 Z . - 2 - whichgroupRis. ortho-subshtu(eq;bp e group R'and additior(alg. tgfrs one further gybstituent Y, both'_ '
(G 4) each of w"wbwm'remalﬂnu aome| y N or I's ox en, sul fur or. -

NH X R 18 the parboxy groupJn frep 'tfm%mr o
the ! gni {1 canceX! Waﬂwafmaw 'kmge “‘% taaa'kvw'o - Erehaaniion: éioe'kv :
OI'ZI'

Lhal phen By %é&d %” e SRS ety pomer

Wiere R is thé“ ts cation is, for exanple, the -

cat|\9 of- an al kaI| mataT' e. g the U or” Na cation) or of an earth al kaI|_=--.':'

nmetal; the ammoni um cation; a substituted amoni um catlon (such as a so

C;-4al kyI amgpni um cat i a d| C14aI kyd amroni um t|
tri-C.-sal kyl ammnl _ a- 5a| a# E
(C14al koxy- aekyl )amm at [ on angbwar oxy- C - Cl4 ﬁ n| um
cation, ‘a’ (hydroxyCJz )arrrmnl um-cat.i on) . a phosphonl um ca 1 on;
tri( %al kyl ) sul foni um &’at-ll)on or a (3_2) : - (6=3) or (G-4)

40 : B _’,

each of W, W’ and W is independently N or CH
- Q4 is oxygen, sulfur or NH -
X is oxygen or sulfur
45 each of Z, Z! and Z2 is independently one of the signiﬂcances speclf'ed for - but independent of-Y,
with the proviso that when R is phenyl mono—subshtuted in.ortho by the carboxy group in free form or in salt
foomor by Cysalkoxy-carbonyl, then R3is C,_aalkyl
Where R’ is the carboxyl group in salt form, Its caﬂon IS, for example. the cation of an alkali metal (e.g. the
- U or Na cation) or of an earth alkali metal .the ammonium cation ; a substituted ammonium cation (such as a
- 8  Cygalkylammonium cation, a dt-C,_salkylam_menium eation. a tri-C,_salkylammonium cation, a tetra-Cy.
- galkylammonium cation, a (Cy.salkoxy-alkyl)ammonium cation, a (hydroxy-C,.galkoxy-C,_salkyl)ammonium -
cation, a (hydroxyC,.;alkyl)ammonium cation) a phosphonium cat:on a tﬂ(c,_aalkyl)sulfonlum -cation or a
_ tri(Cysalkyl)sulfoxonium cation.
: Where R’ is a carboxyl ester group (hereinaﬂer COORE), then RS is for example C,_galkyl, 01_5haloallqﬂ .
85.  Cpqoalkoxyalkyl, or CH(R1)O-C(=X')-R*?, wherein Xis O or S, and R and R12 are, independently, H or C...
salkyl.
- Where any of R?, R4, RS, R° R, R3 R®, R1° R, R12,Y, Z, 2, Z2 or the cation of the carboxyl group Ris.
~ orcomprises c,_,alkyl such alkyl group or mcnety eomprlses preferably Cy.s, more preferably Ci4e.g. 10r2 -



t ri:(-Chai kyQ suwi f oxoni um cation. Wiere R "is a carboxyl ester group :
(hereinaftr COOR5), then R5 Is for exanple Cl..alkyl, C-shaloal kyl, us -
C2-"10ai: koxyaT kyl; or CH(R11) O C(=t X)- R12. wherein X -is 0 or 8, and R1' ‘and
RI2 are, | ndependently, H or G . alikyf® li33'1(5':"1e3"<f;1ny of R3, R4, R6, Rs, R7,
R8, RD, Rll, R11, R12, Y, Z Zi, Z2 or the cation of the carboxyl group RF

i.'fs'.a or corrprl sae:bommsl. kyl, such aI kyl. group or noiety-conprises preferably - o

Ca- .,. nore pref eR‘ébIP;ﬂfeablYé)ma“gl |l or 222 . EP0.219.451 Bl carbon atomms.

RI2 i's pref er abl The@mms &i-4a lkeryl-r ed Gaefliypy-Owhe Hsed herpliyeter MW@WQFO@SMJ_  '

used-herei-n- re1f°é p[e@r@fyﬁ %ﬂ‘lﬂ%‘ PS&V’QrW’h&WW&"b“@PWQP pref erably .1,
et hyl eni-c Honds %?1 alo rng

e PeEipn! e
t G hal <y a'f‘rd’ lﬂ% Eﬂ ri%
Cizf;nl;koxy an z qf%éo d M s"%ﬂ ""g“ﬁ“t:&mma C
parti cularly I°§:F ° ""T ogen ;esuc ogeen FSoprétera °f—°'" F?by e
fu

be apprec' EH%F@J ﬁrEc%t&ﬂﬁdtQIsgB oﬁvm&emaq ic b Rh
a-ring car OnzﬁfeQHbLﬁ ﬁgtﬁ d%ﬁécﬁﬁog daﬁ:onrlng '
tied.t.a the CERn3k @,uge g{om;(ﬁ, the a ove etinition.. . ...
of R 10 I't Wherd Rf.aaroh &tthelaBove REnEd Heltkdafbrria m&haea tbé/sudﬁudalnaﬂamg is paltlcu-._.

and galkoxy and I—

whenever . R i.s sty Bélechl irom pyridg, qui6iiERpyadIHokics, PRimRiinpicbyrazin tRieryl 1 @urdMhbréparticularly. .

het er ori ng1s s drordl pgridgl (43, 3Ron 2pytidyt: chedferablg the attrporttilenyl{Rr gthimay). of f onnul a ( A)
through”a car borWherel isattstituted bt Y thelsalistinent & pertioviaiclisjogér, CpsaliploC:-setikoxy hephenyl.
benzene noi et y) . R’ is preferably the carbafycaraup R fee éorruseit folm arlagterdmwyv e def i ned

het eroaromatic sh@’?fﬁﬁ%&ﬂ%ﬁcﬂﬂfﬁ@s§d@é‘i-9ﬁ%%éa‘hét eroring I's particu-.

| aul'y sel-ected f¥@nd Biare g Giatlstly | | 2- i dyl - N-oxi de,” pyri ni di nyI
pyrazipyl , #t hierfjfle mfarﬁlax ¥N ‘%wwmqr@m '9%

subst-i t-ut ed by

2-pyridyl, pref L’% Qeﬁé orhth }ﬂ;v%' 3 th[geﬁ rdgubsﬂtubed. -
C, 4al koxy or BFE% heﬁa ?" s’ Trances °9§P(S ?g R Y ﬁf'mﬁlq"_-_-.
form or -esjer" MYy r{i 3.8@. glem&f fR5 |Is CH(R11) - OC—CO sai kyl."."
R7 -and ‘Rs are - przeﬁ SR Is preferably C(X) - NHRLE, e
nore preferabl ymndsa&odnﬁla%g&%@m%ymal kyL. "R10 Is preferably phenyl',__-_.- '
or pyridyl, ?Qwﬁd@mmmenly unstibstituted or .mono- or - -
di. subst I tut ed Each 0 and Z.convenlenily signify.l ndependently H,

hal ogen (Fso G, Br, 1), 'Clal-<yl, Cl4al I@@@ko).ﬂ:& phenoxy, phonyl , nitro,
cyano or hydroxy 28 ZV si gnlfles conveni ently H, hal ogen or C14al koxy
22 1s preferahl whHeinmdMMmd@bovammmpéuh)mﬁmmuhﬂit ai ned by a)
reac\Lyng a conpound of formmula | 30 ...

fC from pyri dyl (4- 35 or - .

R-C(=0Q-R8 wherein R and Rs are as def.i d’kU-NBWVélvmth a conmpound of forrrul a

11 |N—NR2F§§ 11 V\/ne e| n R2 and R4 are :as-defined above, followed, where .
desired, by est ’ "‘b r?ﬁ%ﬁﬁm"%ﬁ%ﬁﬂw & mmdiejvrﬁsw‘fvmcqnmu@aﬁdm\a o
gr Oup to conpou éw tingacompound of??r:\%mm rﬁﬁn& GHM ?ffergroup. '

e S"
R-C=N ~-'N---':'{i '-"'NHR]O (A.)
13 g 1
R R ..
' wherein R, R?, R* and R are as defined above. with an alkythalogenide of formula lli
| R9Ha! m
50  wherein R? s as defined above and Hal is halogen. ora reactive functional derivative of said compound -
~ - -of formula m to givea eompound of fon'nula (Az)
R s sg%_: L
55 S R=-C=N-HN- L. R0 (A,)



b S— aI kyl_atl ng. a corrpound of forrrul a AL'40 R-C=N-N- -HRO ' .
(Al) 13 . 141 R . 45 wherein R R3, R4 and RI O are as deflned SR

above, withan al kyl hal ogeni de of formula Il ROHal "Il so wherei n R*
i's-as. ‘defined above and Hal i s hal ogengporigast8acti ve functional derivative-
of. sai d_corrpound of for mul a Il to give a conpound of formula (A2) SR - R - ...
NN g’as ne@%bove 23 EP

erein R, R3
Q.. 219451 Bl HB;F%O Fﬁ%z oé‘ub&m&’ssof ﬂﬂﬁdlﬂﬁﬂn@hﬁ\éﬁacte-ﬁhﬁderme con-
reaction of COJHoHQ dpdidioof t%)s%.&éibaﬁa@ Ridromithe corréSpbrding {dip)cambapzidlse < -

effected under t g restiion ié convenlehtyRBmikd baYv 2 EéMent whith prireptandet ihereaaibn conditions, e.g. Inan -+ -
(t ha) Seni ardazgephs sedhas ieingnol érefaiidl Ginack taamosdh agpytidyhios)jatomdyceiaddsd to profidiethe ...
rréaction i's Coraaction. Alstslﬁayleeabﬂoecbmpuatuiem @ors eimperature\whinederately anhanced tempeesture (ves be— e

react i-on -condi fween19,an403C). i N an: 5 al cohol-. such as net hanol or ethanal.
Amr-aci-d-Tatal yst Cemmpundssf fogmulaii) wiemin R’ it GOQRTyna) alsebi endl agin pmrﬂ)t’fefe@mobm'"ed bv-
react4-on. <A - smmﬁﬂamnmémecor@wonmmmﬂmsefhsnw&wﬂe@ isa'iw@ww%demf

enhanced - t.gapein salifore, €.g alial rntal saltfgsm, psingtha desl rif MEH gm L
wherein R Is @MSQ #9& &F"QGS B@ha'%ﬁﬂdecir R-mesyiglet, e ff>-t9 %*%?'dﬁﬂ@ve (Rl dgrivatives
: Isyt hgsgg Lg)c(;@?fmf Ikyl t n rres ng% PE}F“&L%? %e&m@uﬁ Z}Y\G\%g for

{ n ral; the ftlai utina
saitform usin 8 e
w“a : ?ﬁ“" f’* S g
S-alkyl ation 0: H% lar'ré¥chibr cBn entplby dbﬁ oafufsfe@mﬂh wdiélgro fol-". .
the conditi 0“51 pgﬁ(il@tr@éuﬁﬂﬁﬁﬁi@&erﬁéa:bﬁeth@lﬁﬁaﬁ)ea“ga!;tmemfaﬁuétrmmthe:zec-

t hi ogeni Cafzbazﬁéls‘éupém.m&aefeaht,:nﬁub&sﬁ-@ﬁﬁhp&ﬁdmonaazs(med out. In a Os
sol'vernt Wwhi ch i s Comfduhdsondauld (RpvheRRE' is@arbaxpimthy be cnnmrtedatogwe corresponding salts in conven- o
di-met hyl-f onnagtnaienanienendeepesend of formula. Il Is conveniently used as an .
l'odi de.” I't "1's | nThecmpaindsiohfamula () mag be @cmekfwmthbmcwmlewph they 2re fogmed by . .
bi-ndi ng--agent ; wekingupdy egatiisied poradores.bonat e. . The R oup nmay parti al
conpl etel y e esThe ¢dripouhdesf firnya @\)Eﬁ!%ﬁ“ﬂlﬂlﬂ‘*’gﬂ‘ew F g‘?é?‘t‘ﬂ'ﬂhﬂ@ﬂughﬂ“@ﬁéﬂ\%f‘?@“““l
on"t he: part i cubredomingtest i on condi tions enpl oyed. Hydr.ol ysi uch ester
grioup-f ol - ‘| owed Theyeethiesegisasbazopes dthe fw‘&?m@?ﬁff’w"lar%zaﬁv"é?'f‘%‘ gﬂ%ﬁ?f‘gﬁy plge ?fi't LI
al kylat i.on) ag@ﬁ?"W“‘!’Wésq"lﬂ?fB%ctlon of the-selec- 20 ted group RO ~will: .

t-hen..r.esult--I.n--the desired conpound of_f Conpounds of formula’
(A)- Wherf: n"’F\’l I's cat bo%’:m may be Coné% ‘%élg]:l'?gséﬁéh'égrrggpondl ng salts in .7
cqovens...t.lonal. . rRpNGLy AhabiE Snd §|ﬁs $0 QOGS deREripb e R e dinfir 1R o Rrsofar
ooy frormgtn%&@e%%@a b e e e -

by establ i shedprg e corrpounds of forrru a (A may exist
in.either tge SYyRne QmpbiHas &%rﬂnm&mjﬂave ﬂérsibléuusl&nvi&laeob%&wd atoriGir -sirekggnt or post-emer-.

p r edo i n at €S. gent application to weeds or a weed locus. .

“The term "herbicide” (or *herbicidal") refers to an active mgredient (or an effect) which madifies the growth .

R of plants because of plant growth reguiating or phytotoxlc properties so as to retard the growth of the plant or
s damage the plant sufficiently to kill it. _

. 4 _ Application of a compound of formula (A} s made according to conventional procedure to the weeds or

their locus using a herbicidally effective amount of the compound, usually from 100 g to 10 kg/ha. o

The opfimum usage of a compound.of formula (A) Is readlly determined by one of oridinary skiil in the ast . - -

using routine testing such as green-house testing and small plot testing. It will depend on the compound

employed, the desired effect (a phytotoxic effect requlnng a higher rate than a plant growth regulating effact), i

45  the conditions of treatment and the like. In general satlsfactory phytotoxic effects are obtained when the com-
pound of formula (A) is applied at a rate in the range of from 0.2 to 5.0 kg, more preferably of from 0.25 to 2. 5
kg per hectare.

. While some of the compounds of fon'nula (A), have activity on grass weeds, they demonstrate, in general
a highar {evel of herbicidal activity on broadleaf plants when' applied post-emergence. Broadleaf plant (wesd)

50 species on which the oompounds of the present invention show effective herbicidal activity include Brassica
juncea, Amaranthus retrofiexus, Abutilon’ thaophrasﬂ Datura stramonium, Xanthium canadenss, Cassia .
obtusifolia and Ipomoea purpurea.

When applied pre-emergence, the compounds of formula (A) demonstrate high levels of herbicidal activity
on both broadleaf and grassyweeds. .- .. .

85 _ The compounds of formula (A) may.be. advantageously cembined with other herbicides for broadspectrum
weed control. Examples of herbicides which can be combined with a compound of the present invention include
those selected from the carbamates, thiocarbamates, chloroacetamides, dinitroanilines, benzoic acids, glyceml '
ethers, pyridazinones, uracils and ureas for controlling a broad spectrum of weeds.



B U

The I'sot ht asenl oar bazones of the invention (see formula (A2)) wherein R4 Is
hydrogen may al'so exist inn the correspondi ng |soner| c form..8..... ..

300 0L : . RR3- C—N-N:C( SRS% NHRé -~ - - The startlng
material s and reagents enployed in th ?ﬂ@ §"smdescr| bed herein are elther ;
known or,. I'nsof ar as they are not known, nmay be produced in a manner 1

anal ogous ‘to t heT rogmeayadspéiommuie Ahraeorvanianty employe A®harbigidabrompesitions in 8§$°Gi3ﬂ°ﬂ with

The conpounds 361“’"

lmca’“(bﬁ)d"Wﬂ@@"MP@I“H&Ims&@WRFF J; %Psesgﬁglgqnyg{.fﬂgypyoontam,'
their. pre-ene OF _

._ula P n qracﬁly -84 pe ci eymay be .

IOCUS The te r llc Idf _ epzo %m)ra leooncentrate,‘-_'
i ngr.edient. (m{:" P a dptionaly ‘6 Phprme
pram: gt owth: re ol i ;'.eal. b a.aﬁ.%&} o
0 e plan R
Appllca'tol o o?’[’ fgfg.mbﬁ isk o ifhp Cf&o: blefo e ecﬂve%ﬂmaus?ble;:_h_

teHgHh of &

procedure p t epamg&@faﬁmm ﬁét&b éasnéam'dﬁamf&mhﬁk stw p‘érsﬁ mesorweuamejj;
anount of the GERIMRLNEY cortdindutthciantsioldiad Weting ah@dlé;ﬁrsiﬁgédhﬁ&s e meemdémuﬁaﬂ;eom o
a conpound of riaReRidb Rith rphtitafens SulHorale, AHlGEYIsiBdnal, a (g sCbhoRkts, iR Byl Siitele, an” -

In the art usmﬂ.gmmdhll@ﬁmehﬂaﬁdanguﬁmbdmgmn house testing and small plot.~
testing. I't w | |ingenemhthe formuldtianstrolotciomd.0s 9ot e deight dfactileagentaokd fedhf 046 20% by weight .~ -
phyt,ot oxi ceef fobagricultareilyiacéepigble suviagiind therastive agdnticensisting eliher ofjatdnastione enpburtdiofigrmula- - -
ef f. e‘{) 45 {or vk thergefwitvéthar aclive agents. Cancdntratedoris ifsompoitione generally contain between . .
sat i'sfact ory - |ghgut 2ens)80%. Reeferably hetwepmakopt St 2Q% Wsht%&imﬂtmmﬂ%Mbﬁm?; _

(A)..is.appli edF“SFt may f?f&t@n#wetﬁefw'aﬁgb%?% Py weighhofactiveagenty g nor
preferably of froef 5"” V“sm%’%cm%‘f'f @'“'?Btr‘ﬁé'e 'Pme’a‘“"e'sg"’““ '

ols*, .

conpéaunds. Hf p nta symbois*,
|nrrgeneral a*Aryh ??"'x éT°°8?°°ﬂ°é‘r‘% E‘F‘% 8@?!"6“ t9§ °[I§ 3’EQIZ°£?m‘bﬂsaw°§P\Ahen
appl i e'd"p"ost- B8R mBwpagseaf plant (weed) 5s species on which the -
conpaounds: of @presenﬁgrment i on shoW ef fective herbicidal activity - _ .
I.ncl ude Br%ssqq@am 5:ble
Dat ura strano

nadense, “Cassi‘a’ obtu5|foI|a and | ponoea

kANt hus retroflexus Abutilon theophrasti, . . ...

pur pur ea. Vhen ayna ebdh st br RSER rnloBAGof GRS (1eielnbd, TUbI@AY o dissoived to'he
denonstrate hidgited mmmnammm&am bb%s%cﬁ@(&?gnbﬂ SacH raire araed gn&ﬁbﬁ:‘ ',

weeds. us- - laufBlee paynrmumdqzmsbrbmWhmu(a@ poiyokydilieysnef 20)sthRtarrifialkaake). corrbl ned
wi't i~ot:herseher bi ci des for br_oadspectrum weed .control. Exanpl es of:

her.bi-ci-des.-wh

I nclude those sel. et ed fromt he carbamates, thlocarbamtes,
chi dwdacet ani d o 28 Parts Af thysodivm saltgteompoyse 30 (Table Pchereinglep)cpags. ofprapuens glycol and 1 Paft

n@efewi th a-. corrpound of the present i.nventi. on

pyri dazi nones! of aglyipheroypalylathyieneaxylethgrol are mbed,andiwelmilledp. %&%Iml%EE%’P‘éﬁﬁ'@f weeds i

4 - -EP-Q-%19
as: herbIC|da

di l uents. Such G AR rm.p S IQ tlsnlys Xate' -
e S e e
actl\)'-e/agegts,saa&;g vaater n e|t er soll dm ,
liquid forms e.g. In the formof a vvettable povvder or an enul si abl e
concentrate, gxmgbugcpr porating conventi onaI di | uents. Such conpositions my .
bé produced | conventional manner, e..g. by ‘mix- ... . .. ing the :
acti-ve | ngredi erro avolutionaf d-abewtu‘ourwwdqmuo arzad wyiolib e ofuaétmblai adigd a solution of 4-

I ngr edlents s piehylsmicatbedided@.57d, 2.4 mmbhia 5tbsfmethBiall Mbesmigtsre isstrebd AR Bvamightoafier whivh
li-qui d or sol the selig preciptateis adlibstedatydkiaticbwvashevaith rethatol aiti dribd towive 2taeetylriebtinic eaid 4-
the active cophenyisemisetbazope, br.g. AT (dec.) (porepounddsTable Adr | nproved applicable
form respectively to a usable or desirable. strength of activity. It can
for exanpl e bﬁmz_. kaol in, di atonaceous earth xyI ene, . or water.

SETEYS PaWea s ot . assom ati on WI t:h. agrl culturally accept abI e

. 2-Acetylbenzolc ac:d (0.50 g, 3. 0 mmol) and 2-methyl-4-(3-tnﬁuoromethyl)phenylsemncarbaz:de (0 67 g
3.0 mmol) are dissolved together in 15 ml of ethanol After 3 hours at RT, 50 mg of pyridyl tosylate is added.
After 2 more hours, the precipitated solld is coliected by filtration and dried to give 2-acetylbenzolc acid 2-me-
thyl-4-(3-trlﬂuoromethyl)phenylsemicarbazone, m.p. 172° (gas) (compound 2, Table A).

EXAMPLE 3

. Following the procedure of elther Exan_i’pﬂle'_'_‘l or Example 2, each of the semicarbazone or thiosemicar-

451.-B1-The conpounds of . formul a (A) are conveniently enpl oyed---- -



100 Partl cuI arI yfornul ations to be appl ied In spraying fonns such as
wat er-di-spersi bl e concentrat es orwettabl e powders may contain surfactants ‘
such .as ‘wetting and di spersi’ ng agents, € t he condensati on product of:
for-. mal dehyde wi t h napht hal-ene sul phoﬁ&?g"‘éﬂt%l kyl aryl sul phonate, a

i-gni n -sul phonate, a fatty al kyl .sul phate, an ethoxyl ated al kyi phenol and = -

an et hoxyl at ecbabaietcympusdstdoi7.untien TepsVei48152 ubdeeTdblerBya3-28 undersTabla €, 8R3t00fundrniTable D * -
0.01 to 90% byandei2gi1o unfier Jatiie B.5s prgmandd fmmdhe coprsponding sBORerbezidevel tghtaml-:pérbazﬁe and_ ,
agrl cuI tural | yacewiceppawhd.e surl ctant, the active agent consisting either .of .

‘I'east one conpound. of -formul a (A) or ‘m xtures thereof wth other actlve
agents Corﬁ:erﬁmfé_ﬂorrrs of “conpositions” generaIIy cont ai n betvveen about 2
and 90% preferably between about 5 and:. 70% vvel ht of act

Appli-cation forrsT‘?ﬁsq“S fz'a 4‘ ' dpd4 G}"V- -

by wei ght of o8 V °%{ _. WF ‘é“" iy 'mm"""d oy

I'TlTustrate the'°'ﬁ Ny @%opta(gqc ;
sun es and i wlth1

i'n_ degrees "Ce di%i’cﬁ;& g § ?5 nd 'per cent a

are by. welght rTB'I' en |n connectlon W th neltlng

poi nts mean: g@,& P,_Egoftens and udecorrposess reap. COWPCSI TI ONY EXAMPLES 25
1 Wat.er..di spersthtepowder .The sodi um salt  or ‘i sopropyl amoni um-sal t--of- - :

ound- 4-4A - (he‘?gt-aéiﬁn%ﬁﬁnic-%ﬁhf‘ph seHhiGartidlzons 20925 Inl6Gnl bitRetdAS tsreﬂabdplequﬁumna&en :

Con ntration dqdedsbdhition Siammominm BydrbxfaloThe!inlk@Fd iR@tived & T ford ritnuted; after Wilohithersdivent
of sorbitan NogRmobeLbyAEiSevaDRIIcNK Y Ghvb e @INMDAINM SaIixf Racstylitotd @it adhenylsemicarbazone,
pol ygxyet hyl enfp21@g-350° (dofteiis) dnd ied-20at(ggs). 30 2. Suspensi on concentrate -° 26% -
26 Parts of th sBdiowiny mahmvmowmmmdfthewld#\:r(dirabbla MBI P end i reatey with|1 mtvalent, ‘

of ~pxapyl ene gdfymbusmnhomurpaydroxldémwyﬂecptﬁemiyovhmmiteneoxy] et hanol are E

ni xed and wet-ni!led tol 540 nicron particle size. . . ... ... 3 o
Vet t abl e pomw 50 Parts of the sodium-salt of corrpound 30- A (TabI e _
A, héreinafter), 4 parts of sodiumlignosulphonate, 1 part .of "sod .
dl al kyl napht hal eﬁ‘é""g‘m ﬁafﬁ efe%t?f&*ﬂ!t"%hl’t‘@ ‘t?PWR%tS'?"ienz' E’Wﬁ"&t‘é@"‘aﬂtf‘“s°°’°w'8“""°- -
airr=nrtted®T 0%/ pg. EXAMPLE 17T6 @~ ™ "
sol ution of 2- % ¥ 7 i of nethanol

ropy, o
|-s-added a- sol °" ' e's"ﬁ??g‘ d 0.37 9, 2.4 moi) in 5"
§ ice V%mr" E'ms %1 ﬁ,@t, after which the - ..

m. of..met.hanol g W
sol i d precigpi t@ytog,m; rsatt hgnzoawhed with ethanol and dried. .

to’give 2- acetwe&hmﬁdﬂm{édﬁé&bﬂpﬂmﬂﬁ % lﬁﬁfpmﬂne mp. 174 (dec.) :
(conpound 1, TeéHtis sbhotur-2¢dbiibdands 158) 4 and'Esel Tt )%, Bbreinaeh)d (0.50 g, 3.0 mol)
and \2-rt-et hyl -4 (3-tri fuororret hyl ) phenyl.semi car bazi de 80 67 g, 3.0mmoi)" are.’, =

di ssal ved together in 15 mM of ethanol. After 3 hours at RT, 50 ng of
pyridyl tosylate is added. After 2 nore hours, the preC|p|tated solid Is
collected by filtration and dried to give 2- acelylbenzolo acid 2-ne-
thyI 4- (3 t r M uor onet hyl ) phenyl sem car.bazone, fp. 1720 (gas) (conmpound 2,
Tabl e A) .. EXAMPLE 3 Fol |l owi ng the procedure- of either Exanple | or Exanple -
2, each .of the .sem carbazone or thlosenmicar- 5- :

.- EP 0 229 451 Bl



bazone cOrrpounds 3-47 under Table A, 48-52 under Table B, 63-79 under Tabl e
C. 87-100. under Table D and 128-140 under Table E, is prepared fromthe
correspondl ng seni car bazi de or thioserni F zi de and acel yl compound. 6.
EXAMPLE 4 To-a sol ution of 2- -acet'yl ni c5‘fPﬁ19c4£ ﬁ4 phenyl sem car bazone . . .
(0.32g9) .in'5 m of nethanol is added 1 equiv- alent of sodium methoxide.
The m'xture i's"stirred at RT for 5 mnutes, after which the solvent Is

rénoved By rotoevaporation to give the. sodi umsalt of 2- acet yl ni cotinic

aci d 4- phenyl sem carbazone m p 2030 A) o . 10 Foll owi.ng the"
procedure of Exanple 4, eachfof the under Tables A, B, C, D and E Is
treated with | equivale of'és-odu um net hoxi'de t.@ give the correspondl ng -
sodiumsalt. EXAMPLE. 5 - s x To 2- a_(_: ylnicotinic acid" :

4- phenyl senl car bazone | i “of | s added 1 eqw val- ent of
an .aqueous sol ution of -3 nCLﬁrﬂh-ydr-oﬁl délH Fur@odmishiyred at RT. for
5. nmi.nutes,, after which the sdjvent las rem)v rotoevapora¥|on 10 gl Ve -
t.he .ammoni’Um sal t. of -2-acetyi ™ cotinic acioc ' 4- enyl sem carbezone,. rn:p.:
146- 1500 (softens) and 198-:200D (gas). Fol I owi ng t he above procedure- each
of the acids under Tables A, B, C, Dand E Is treated with 1 equi vaI ent" 20, .

of agueous a i um ydr g&i de to jve the cor gndi

@_E S1Foln}?§wng£—h -B::oc Eganpl 5-2u5| réﬁ Hasadt | ﬁ‘i’usr?ét

oxyethyl an1 ne: pr- diyl sopbopylmm neH 25 i her o'l ke Ny Sl ts ar e‘s#
obt ai ned.
conpound 1, the ZsopJHopyEIbsmmm umibal t, Ch'fgp l-940H(sofI7ens) 148209(gas) O‘
conmpound 4, then*ro opy anm)nl umsalt, mp. 111-1180 O co ound 1, the
2- hydr oxy&® hyl prtroni . Rhp. W3i0 Fhas) "or @onrpotﬁ%a 20205Fhe v -
2-hydr oxyet hyl a nr,pm sﬁlt gp. 48 (g@s) Qun t he |
di I'sopr opyl ammmm salt, mp. 208-210 O‘ corrpound 4Of$he d§§§f éggi
dl-i sopropyl ammon$ umbsal- tl-l m pf 21. iQZZOCl( or K heHst r ugzt-164c rda*conpounds 1,
3 4 and. %8 see Tabl e A hereinafter). 40 46 60 55 6 EP 0 219 451 Si--
TABLEE A 0 x N N -8 N 10& NEVHCH - B27t k7 213+

(Forrrula A3) ooy 15 N g W R W #, “300, -ssr-1see P2 73

‘Na salt ~° . 'salt N H 0 H H
174 ...203 8 JN46#:H S0 8 a0 W 183+ 1g6* '-
o -9 N K 0 H  CHy H H 166-167*211% 1924
T | o 207+
v 10N B 0 H U H - F H O 146-149% 1708 S
e - | . 208-220 -205*
e LM K0 B OmH;  HH O 162-165% 197%
- 12 N H 0 F H H H  162-165% 197*
| | 3 K H S H o H H W 158-160
N o W N K S H € W H 115 108
15 N W s F H H H  150-161* 128-130%
6 N H S H H F° W 173-174 159-163
4 17 N H S H 1 € H  169-170 121-124*
| 18 N H 0 H H O-CH, B 1a8* 2w
19 N CH; 0 H H H W 98-100% 147-56%+ 140-47
| - 140
% 26 N O 0 H Cl K H 69¢  118*
| - | 140
&5



- d
H

H
H

T TT T

H
C1
H

o L. c
eHe e Gl
o F

H

163*
146- 14% il Q¥ ceRBnac 205% 11

023-

H

- 159*
Cepo210kt181 H
d H

300
180

H

H

220#

131-132*
10

207*

. H - 162-165*
1975 13 .4 N

N -1%5

H . S

"H 21 th : CH3F
#?O%% i
98 3,90#,, 147- 565 +

69#

.. /.OCH3 . .

CH

158 160 14.

15 .~ N

s
- S

1p2-1

04

10
HoH
-e1 - R

TABLE A (Cbntlnmed) C pel. H
No.

w
, ' ZSlem €H - H
e R ST t 21 o
120-130 1200 1 * 10
174 . .-184- 8657156* . -
164*\u, 25 24 -CH
87* .140- 147 "**28-5 "
169* 203* 26
173%r v E%

H
H . '
H -

0

R
0

2

2

T

$4
& o
B ol
N H
N K
N H
K H
N H
N OH
NoH
N OH
N H
N o H
N H
N H
N H
N oOH
N H

_°°-°”’°-°°_°°._oé_oo'cnc$__£

118

1977

_4* My

0 45+H

H

~n

1z
1S

.é..

1+

40- 4%, 1407 2
B0 %, 140

Q

N

2H 43
S SOy T3 1
- 159-161*
H173 F174 1159-R63 1B-130 IIZD#
169-170 121-124* '

H

1M

1

172~
153~

227*
8
N

H

18
HN
*

0 7N54
158+
169*
170* -

129CI§i
"H H

H

205*

114s§n15*
126- 130* “To—

20 -
N

148*
4

140# 232*
163-164 - 194*
213*
N
H1

7 N -
H

0

48 A4of o
_ N
N .

MO0t 4 =
174CH3 ]84@5* ]50 |

EP %ﬁ219 451 BL -

126* g%

203* S
Ha*

115#H
134% 154*
H
170%

H F+1ﬁl{3§ 131 1151 a

198
-
186

" 168#
202

198 .
F

- #
CHy 173

' 203
OCH, 185+

€1 167-171*
152-154%
163*
190+
168-169
175+
174+
204-210

168# f
154-157
226227+

222+
*

240

220

194+ o

234-235%

203
204-206+
200-202+

189%
194195+

1664
208-210%

212+

25 e

Bo-147

126$j~ i



28~ CH - CH 0 H H “"H H 177 29 CH .cH3 . -
c .
F

H.

Qo Hoe H - CfH3 H 176-178* 30 N H 0
d - “H d | o 222% 31 N H 0 H
H F 186 240 32 N HEP 021945181 [ F ° H H o
1680~ 220% 202 33 N - H | 0. d a H H 1681
194* - 198 34 N H 0 F o H. F 184- 157 R
234-235%. 35 N K 0 F ﬂﬁ':f—"l (Contjipuedy 3 = 173
226-227*-203 36 N H 0 H 0063 H OCH3 185*
203.37. N €pd. R F H 5 H 16Mp71* ~ 204-2061 - ..
38 N H M. ® RFX - I HIH g 1@2&54* N0gabm2+ 40 |
39 . N H 0O H - CJ ClH - 163* 189# 40
N“"H 0 H 190+ 4-195+ 4
NCUH S0 e R o o degee® -156#113&* bose N
O. % :H - - Br H ,H 75% 210* , -
Oy A B oM 442‘% N ]78%* ' gg C]—I -
H . “H ' 204-210 66 EP 0.219 451 Bl TABLE A (Conti nued) q)d EE
mp Cpd. ~~41 47 N H 0 H oOnCH, H 6 W 172-75*NO. oW R . X
z oz . .z z acid 4Na salt 45 N H 0 H .
OBH5 - - il H 164* . 206* 10 46 N H 0 -H:
. C2R5” ' H.  H 178-80* 200* 218* 47 N H 0O H . -
OnC4H9  H H 172-75* 207* 16 20 .28 TABLE B COOH - WL -
C-N-‘NH-COH—Nl ' (Forrrula Ad) CK3 -Cpd. W R acid
Na-sal t. 48. 2- pyri dyI 195-1t 970 1830 49  N. ..
6- chluo 230pyr| dyI 171-1720  190-194 . '
. 25
| . TABLE B
~ N o c“o-wou _____
R . _\"’, ~C=N-NH-CO-NH-R, {Formula A,)
C - _ - acid _ Na-;:!t
48 N 2-pyridyl 195-197°  183°
49 N G-chloro-2-pyridyl  171-172°  190-194°
LT . 50 N 3-pyridyl 167° % 208°% -
- B 206-208°
51 CH 2-pyridyl - 128-129°* - ‘200°*
- 52 CH 3-pyridyl 152-153°  175°"
EXAMPLE 7

A suspension of 2-acetyinicotinic acid Lphenyls'emicarbazone {compound 1) (0.50 g) in 20 ml of methanol
50 is treated with diazomethane until the yellow color of the solution persists. The solvent is removed in vacuo to
give methyl 2-acetylnicotinate 4~phe'nyls_emlcarbazone. m.p. 177-178° (compound 53, Table C).

EXAMPLE 8

-] A mixture of the sodium salt of 2-acstylnicotinic acid 4-(3-fluoraphenyl)semicarbazone {(compound 4) (1.0
-~ @, 3.0mmol) and chioromethyl acetate (0. 4 g, 3.5 minol} in 18 mi of DMF is stirred at RT for 3 days. Thereaction .
mixture is poured onto ice. The solid which precipitates is collected by filtration, is washed with water and is
alr-drled. it is stired in 50 ml of chloroform for 2 hours and is filtered The filtrate is evaporated to give glass



40 - B0 N  3-pyridyl" B 167 Ir 208* 206- 2080
5% .- CH 2- pyridyl - 128-129"* 200* 52 GH 3-pyridyl
152 153 " 175 EXAMPLE 7 A suspension of 2-acetyinlootinic acid

4+ phenyl sem car bazone (conpound 1) (0. EBog)usmBQO m of nethanol 50 is
treated with di azonethane until the yellow col or of the sol ution persi sts..

The sol vent i Sy GREB0whibh %aRiiRtel Qi offar mea.m/{ne Znidk Phodiddi Mihidatiat & - TLo ives
4-phenyl seni caddagiRiBinylDeetyldidofriale SE-1lS SRR EBazo ampew@)wow ﬁiC)-'; .

A m xture of the sodium salt of 2-acetylnlootinle acid

4-(3-f 1 Uor opheexAMPLES Ccar bazone (conmpound 4). (1.0 g, 3.0 mmol) and ;
chl oromethyd acetate (0.4 g, 3.5 rnnmol) In 18 mM of DVMF is stirred at RTfor
3 days "The r eac Followingrihe puraiuief Basmpled, chivramethyichutaiidate, $-obloroethyhprofionat, 1-bromo-2-me-
preci-pi t ates ity-rbhtylecstaiel methylfodide, beatpmethyl dcetatacria¢hiosbethiipiopirateschiamametiybutancate and -
al'r--dri ed. ‘It -qhigromethyiogtangaie agresdted with the ceregpanding gadiumpalt o give compgurids 55-62 and 30-35
filtered. The WisaGte | s evaporated to give glass 9 EP 0 219 451 Bi -
l'i ke materi®al, which Is triturated with ether to give the crude product .
Puri-fi cation” by prep. TLC gives acetyloyrnethyl. 2-acetyl nicoti nate = "~

4- (3-fluorophenyl )senl carbazone, mp. 159-1600 (conpound 54, Table C).
EXAMPLE 9 s FoI | owi ng the procedure of ‘Exanple 8, chloronethyl butanoate,
1-chl oroetq propl onat, 1-brono-2-me- thyl-n-butyi acetate, nethyl lodide, .
broMet hyl” acetate, 1- ch7oroet hyl propl onate, chloronethyl butanoate and - - -
chl'oromet’hyl octanoate are reacted with the correspondi ng sodiumsalt to . . .
gi ve .conpounds 55-62 and 80-88 in Table C. 10 15. .... .. .. .. . W2D 45 .-~

sO 56 10 4.5. EP 0.219 461 Bl TABLE C 5. ' zl (Formul a A5). .
2o~ S : .0 ...; 10 : Cpd Y o
Y " YZ RS . Zlasl“53 - . H H H CH3
H = 177-178 = -
28
.
Y W
45
50

10



0rt ot B4 . H H 11 CH2.0CCH3 F 159-160 0 "~
55 L T H H  CH2-0-C CH2CH2CH3 = F  108-124 20 CH3 o 56
Ht H' tH CHOGCCH . 158-164 25 -
CH3 CCH CH3 0 57 H oo CrPozmegie PLIEE Lo es s
H . ..HHH OB . F  206-214 o
30 2 0 59 H H H 7
CHR:0-CCH the. 1650 HBEELT T 60 H THM
23 . d 168- yoeete .. 061 H H H. .. -
CH2-0-C-CH2CH CH3  OF ASEAQeAGRH- LN Aoy~ 62 H H
CH2: O G (CH )6CH3  Cl 4@47 =(63 (rofamBay H H H
F- -220-240  208* 64 s  HTIH TTH Y | H
225 65 . CM .~ H H H . -~ F 210-214* . 200-c6
66 H OoKcHs H H 2 5 - H, 141-142Ng%alt H -
oCffzCH3: ~, ~ Hied Yy Y Kr 135-136 Z 23&&25 660+ FP0219
451 B1. TABLE C(¢ nt) YL IYgRS 3 Z~~es It 5Pd y
I PRsz1 83 ’Y es B0 Wy o8 o HE) o
Cl- 163-164 . >330 69 H a H H F
157-159 >320 0. 70 H g4 H H . H
193;195° 242-24%4:. §  -H T O, -GEHH; H HF 159-60 - F
240-250 246-248 72 H H 1 H H 73"
H H Cl H F 214'215 >320f 74 H
€ 5. .H _H _ - Fey ] _g 190+193% 7 _H B
SeocnH %5 H Ho M FCH2]O7 “Clafo o 30*10786524 s o
F 78 H H cB H 3§ -F25 79 H
H C2H5 H 56 OFH HOH CH-0-C-OHp-Chy F 158-164 -
e o cu3cucnzcu3 0 | -
L 57 H H OH c_u-o- C-CH, F 182-186 -
S 58 HOH o CHy = U F 206-214 -
R 59 K H H  CHy-0-C-CHy ¢l 148-150 -
N oy g | o
N 35 “ o eg R iH H tH 'O'E’CHZCH3 cl 166-170
o, 61 H o H. CHy-0-C-CH,CH,CHy  C1 150-152 -
| TR
62 H H H CHp-0-C-(CHy)glHy €1 46-47 -
- 63 OCHy H W W F 220-240  208*
64 a1 H H _ H H 225
65 Cl H H H F o 210-214* 200
& 66 H OCHCH; H ™  H H o 141-142
‘67 H  OCHGHg B H F o 135-136  233-235
-

"



0. ocM3 H H OR-0-CORGRGB F- 81 Cl H
H. ::.CHz .0--C- CH2Cl 2CH3 F  118-120 0 82 = H OCH CH3 H |
CHP-0-C CHXCH2CH3  F 150- 152 0 83 H c1 H
CH2-0-C. CHOCH3CH3 F  160-163 0 84 EP0218#51B1  CoH5 H
CH2<0-C-CH2CH2CH3 ~ F 197- 198 . - :85 H H H CcH
- 0-'00--C( CH3) 3 F  173-175 - - raBfe o H H B - .
CH2-0-CO-i-c3H7 -~ C2H5  103- 105' — 58 55 - EPC0219451 ‘Bl TABLE
DCOHO... . I N\C=N-N&+-C = (Formula A A6 CH3 Zi
10 Cpd. No. w W 1 b Z' |acd‘la sa1t aN .
CH  CH 6BH N 125- 133* 198 19 CH
N - CH CH S Moafos o P90 T 165 164 cﬁ330 N
CH..- . . CHegg K 20 cpl H ¥ CH CH _ _
H  180-182= 92 CH CH N F 17 159 -?'3-3%
i LN 7e O K Neghs KM 165-167 42393435 Ypzgy
oH N ca &5 7 Fos CH 937%@5 Taziigs
N oo H o 7194-185 246“5216‘* o8 - CHF_ h40-250 g-248"
N™TTTTE 307 97 CH N CH H T
196-198* - 207- B0+ off L NCU H cH N H CH F35 "
99 " PN . | . N " H 164- 1694 100 |
N - CH 7%}' H I\|S:H Cl B 40 45 50 s5 13F 214-215 >320
. .7: H CoH, H H F 178%  190-193*
o w > W CHy H W F 167-169* 228-230*
ST % oy M W W F -
O F
o N B -
80 OCH,; H H CHy-0-C-CHyCH,CHy  F -
I | Cl H H CHy-0-C-CHyCH,CHy  F  118-120 -
S o
83 H C1 H CHz‘O"C‘_'-_CHchscHS F  160-163 -
SOV - H CeHg ™ H CHZ-O-C-CHZCH2CH3 " F 197-198 -
.85 - H .H H CHZ-O -C0- C(CH3)3 F  173-175° = .
- 86 H .H H  CHy=0-CO-ACH, CHg 103-105° -
&0
b



EP 0 219 ‘451 Bl EXAMPLE 10 Fol | owi ng the procedure of Exanple 2 an

acetyl - quI noline carboxylic acid |Is reacted with a semni cabazide to give, s
2-'acetyl - 3- qul nol i necar boxylic acid 4: gg{b\/#,?ggl carbazone, mp. 234-236
(corrpound 101) its Na-salt having a ﬁ? 4- 225" (gas)

3-acetyi--2- qui nol i ncarboxylic acid 4- phenyl sem car bazone, mp. 2430 (gas) .-

(conpound 102), Its Na-salt haylng a ' f 3000;
3-acetyl - 4-qui nol | necar boxyililic, gagj d 4%&—

(cofpound--103),. Its Na- Yav- 10 Olng a mp. of 300;
3-aceyl - 4- qul nol i necar bgxyl il acid 45(3-c ophenyl) sem car bazone, m p.
2290 “(conpbund 104), bot"RH+43 N-maﬂ

m p. ..of .3000. EXAMPLE t1 To a skirred sol n_of

2acetyl - 3-t hi ophenecar boxyi l'o &¥gd (1.70 g, 10 mmol) In 15 mM of dry

met’hanol ' I's added, all atonce, 4-phenylsenl carbazide (1.51 giq}e 0 mml ) in -

25 m  of dpy gg.hn_@,ol . ¥irring I's qontinuedyfor 182hour35‘ the"
precipitate Is tered of f, washed™wth diethyl ethér and dari ed To give
2-acetyl-S- -thig phenecardgoxyl i § add ¢¢- phenyl erri car ?azon 238
(conpound 105, Table E). Corrpounds 108- 125 (Tabl e E are ‘obt.ai ned o
follow ng the gane pr ocemure &b . CcH. . .. N . . 80 5. 185+46198D g 14 .
EP02\9461 1Bl TABLE E , %SN-Nh- G- NH A (Forrml a A7) Cpd. No
Qx Tz 89 ZH  zN CHacid  CHidi i 185 230-284 S .
CH H H H. ~H 238 270 -106 cH 's  CH..
Cr"H """ CH90 - H o CH o35h o8 107 CH CHF s CH H -
H o "m0 9“203 1050 0oy N c'tH W 1e0-e H a
210. ... .240- 244750 - 1%4 CH NCH S cH CH H F SO H e
H .. 252 322 111 CH S CH H H F H
260...>280.11293 ... CHCH S N CH1 . & OOki3  185-167  1d30-240%262 - . - -
>280 - ag . -. . .
BRI 94 CH N c-C1 N F
95 W N cH N Ho 104-195%  214-216%
96 CH N cH N F
- | 97 N CH- N o H  196-198* 207-208"
\/ e - 9g N CH N CH 'F | '
SR N cH cH N H  le4-169"
U 100 N R CH N F
~ e
o
50

55

13

sem carbazone, mp. 251 (dec.) .  _

M Pr qpotmEIy) um sal ¢ havi ng AT



257113~ . CH O S H H. H H 258 223

114 - cH  CH S ClL H - H H 256 _

201 209* - 115 CH CH S H C1 H H . 249

192- 203 301920 116 CH CH ES0 219451 B1H H d H .
28l - 242 177 CH - S H . Cl1 . H d 216
24-;2--=~246 35 - : 10 CH CH S H = H H e
255..-....239-24 CH CH .S ' H H F H

261 235-239 1Giowing the pfebddure o&*ample 2 au$ac:etyl--quinolln'éI carbox%'ﬂad is r&'écted witha éﬂmlcabazlde.‘. -
253225 40 pabe T 5

170- 1 71 23 23 2 %a&%ﬂs-qulnolmecﬁboxyhc acuﬂ:bhenylseﬂdarbazons, mlﬂ 234-2@" (compouhkl 101), its Nd%alt havlng;‘: g .: B

174-"175 223- 224mb6t 224-226° (g&s) CH CH L

207-208 = 210-+3-dcBti-2-quinolinc&boxylic ac!d]t-lphenylsﬁid:arbazone.m-b 243° @as) (oohbound 102), Its Ni-salt havlng i

174-176 218- 220mp2XBF300°; S CH CH H F H F . i

194 196 227- 22=9ad§®l-6®1nollneiﬂbqavl@ a6d #@@nmmiﬁﬁﬂﬁnﬁm(pczmt (dga)ioompeuném)-ks!za-ae@ hav-

CPd. M®. Ingem.p.of300°; - Q ~acid

Na S a| t- 126 3-acelyl-f-quinolipecarboxylic. a@g.qt-(s-chloropnqnyl)ssmlparbazone.q:.p 229° (corqpound 104), pothyits Na-

210+ 1127 ajtiand isqpropylammonjym salt having gym.p. of 300°. H H 256

235+128" - CH H d H a 129 CH . 0 -

CH (_ H, E‘-“—“-—?-E‘ H - H 253 225F 130 1 0 o

gH “H a OH d solution %@ttﬂoph necarb c acid 70 g, 0.0 mmol) in 15 mi of dry x:%%pl o
dde aton D Ise carb 51 g. iti 26 mi tymet l. Stirring Is son o

CH . CH 8 ho g’%ﬁ cf th preci Ith diet| er an edtogive oetyl-s- -

H  F |ophene fic'acid 4-phen; Icarb e. m.p. 2 compound 108 Table e

F 136 : unds 10631125 é‘ll'able E) bte obtahbd followln {Hle same p 137

0 - CH CH %

H CI H d 139 0 -CH CH H F' H T

H . a - 6 140 0 CH CH H f H F . 456. 80_',

S5 : - - _

o 25
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?EP 0 219 451 Bl | AVPLE 12 To a. suspensi on of 2-aby-nicotinic acid N-oxide
(2:59,7 13.8 mioi) In 40 m of ethanol Is added 4- phenyl sem carbazi de
(2. 1 g, 13 8 mmol). The nmixture is Stépﬁfﬁgf‘%tacfo overnight, after which the

sol-vent i s " renpved and the product to give 2-acetyl-3-niootinic:
aci.d. N-OXI de 4-phenyi sem carbazone, mp. 2180 (dec.) (conpound 141); Its
phase at 155. EXAMPLE A ~G@H owi ng t he pgdcedure of Exanple 12
2-acetyi-3-nicotinic Ad oxi de 02- net 4

¢softens), -650 (nelts R Wﬂujc

of’ ""N""Nl'd'l"é,‘t"hyl 2-acet yH¥ni cofj ham de

at “RT ovem ght. The ‘'sol vent Is t hen regoved ,’by rot oeévaporation, and the - . -
residue I's triturated with methanol. The sol d Is_collgcted b,ypfbltrati"on.

4- phenyl séhi carb one, 41-2 (corrpound 143). .., ~20 - EWE'E 15
Fol- | ewt-ng-t-he- prcﬁ dure@'l %xarrpéé HeacH of H 238 270

reacted with N, N-dl ethyl- 2-acetyl-3-nicotinamde to give

2- abyl 3snicotNe7 -25 chamitle 4-€B-fiuaropbenyl @em gar baqggle (compound: .

4- (3-chl or ophenyf9&eni c&fbaz S
sol'ution’ of ethyll0 - et |n|§ot|n e (2 0 g 12.}2 mj d), selenium dioxide:

2.
0 QFE?HB

Na-salt melts at 128-133, its NH4- saTABLEoEtens at 1379 and enters the gas
4 "
(o
4- phenyl semi carbazi de (0.31 b ] 1
and s dried tolBfinlio.N, @ di e@Hyl - 92%'acety! -3 ni cdlzl naprde acid Na salt . -
4-(3-fiuarophenyg)semn cggbazglde apgl 40(% chjor optﬁe- I’INI )ae%l_3 F |de |s
N ﬁ@
144) and NN-dl et hyi 2- acet%l -3-nriotinam de

phenyi seni cat - bazone, mp, 55 S
ped. EXAIVPLE 14 18 A nkcture. . ...

of ace?l c acid Is Stl rred.'”""' -

ne (EHnpould 1H5) ré&%p. EXAVPRED 10 88 . A -

(20.0 g, 18.18 and d| oxane ( feat ell at 4358 #E9 4 348tA%4* The

reaction @ xturelig fil cereds and tipe f| htrate Ichonclgzntr\ell\?g{i ang,purified-.
by- prop. -TLC to glve et hyl 2forny|nloot|nate =Y FfEthI '
2-fosrnyinicotinbtle (1.6, 5558 nfbl) IH i Wl of Fet hanol i gemddgdot 0 an
aqueous sol uti on IItF&um{wdrox de - (0 28 9,6.70 mmol) in 3 m of vvater
The mi xture i red a or2 Hburs, Bt hedpH gonl‘!ent rtht ed @6R1er>280\Wacuum

at - RT.” Th@sresulhl ng |ighi urgysal tgof 2-fonnyinicgtini¢c add dipsol ved I_n'
5 m--of nethanol, and 4- rre[ehyl sem car bgzl gg €7 g, "FS 072$§m QSS added.

The mixture Is stidrred i REHOVer i ght . ¢ciThey resuhtl ngy Whi tgsg)regbplzbg);e i) s L
A B

filtered.and washed with nethanol to give the lithiumsalt o
2<formyl niggot i niB5aci d @ phdHyi sewi - callbazline, W p. K68 (mrpougzi.zw&. 40..'-.- .
EXAMPLE .17 .To a ﬂkxture I_Ef AE phen%l 3- th| osem carbazone of S
2--acet'yini cotinic acid % i N ald pot®ssi din - . 251 282

-caraghat e (0. 8ayg, 6. 4cymolgy In$ m o,i i thylfor mde : 0.4 m~
((0.9°g,. 6.4 mmol) of nethyl |odide. The mxdtTﬁre was rSE?II’I’e%Il ove?gﬁdggﬁ and
then poured | ntdilgther/@HCI 3Hand Svat er .H TheF or gawi ¢ hase 353 sepgy.gahed 46
and .dried (NaZS % Renpval of soI vent ave t he conpound of formula Al

wherein'R i's 3- hoxyc boffl - 2-3 pyri HR3 i sF CH3H R2 i261C( UBRS-BSY - SCHS'
and R4 is H (Co und ] Xt ur of (the Isorrer having the
corresgondi ng st ructure I n V\ﬁl ch R2R4 %g‘éﬁe) h wh®&h m xture
vas cryst é‘f’l i zedzf rom GH3CNCH 170_171 232-233

22 S M . H O H: H ° 174-175 223-224

123 s CH CH

P TR H ¢l 207-208 210"
124 S o oA H F . H H 174-176 218-220"
125 3 CH - CH H F H F 194-195 227-229
i} _

&5
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ao EXAIVPLE=18 0.64 g (1.9 mml) of the c'orrpound of Exanple 17 (oonpound" |

147).-was.-hydr.ol ysed by stirring with lithi urn hydr oxi de nonohydrate (0. 08. g, e

179 rmpi) In 10 mM of nmethanol and 2 rnl of water at 80 for six hours. The
met hanol and water were renoved by rot %;V@ﬂgra@‘tg_,on to giv the conpound of
formul'a A1 wherein RIs 3-CO 65 OU-Z-pyridyl, R3is CH3, R2 Is -

C(=NCH.)-SCHs and i Y is i (conpound 148). 17 EP 0 219 451 Bi EXAMPLE 19

0.6 g (1.9 mmol) of conpound 148 wyaBlfiEpkeoned In 5% HC (8 m), and the
sol ution was separately ext- racted with CHCI 3. The chl oroformextracts
wer e dri-ed (Na2S™4), and the chloroformwas renoved to give the c S
correspondi pg acid of forrmula Al, wherein Ris 3-COO—|-2i-£yri dylg oR3 I's CH3,.
R2“I's O =NCGHs) - and ;R4 15, H (gapound 148); md. 780 (SEEETOR G
132-350 (gas) . - 2 28-10 ﬁ'— Pre- rrer'b'gent—h_er g?‘ci dar- activity or — .
sel ected conpounds of the present Invention was determned as fol- lows:
Seeds of -sel ected Mggds ware Pl ant @i and Whe Koi| Has df ench@®0 wit 218
sol ution ofrewater (17% . sur- factant (0.17% _.and the test c oun ¥ a
rate equival ent tolaDd [ hiCHcrel Scorang vwelt melde twH wee’is af_ggg tr ment .
The grasses (G&R) Sgé ariayirigis, hi noc}pl 0gecr usygal I 4y, Sor ghum bi col or
and ‘Avena .f at ua. an _

Sol anum ni gr.um and] utilegn tgeophrggst! were greatqd.’ R Tiaes averzegt -
pro-erferger® activity of the conpounds Is presented in Table F below (10

her bi ci'dal _activit¥ of selected conpounds of the present Invention was - -
tested as foll owa; 13ked! i®Hgs . 6¥ seIEct ed heedt wer8 sprByed with a solution
of “wat erl aggt one (.i' 1), aurf ctanty (0.6% ang theytestyconpound at a rate = .-
equival'ent” to 10 | $creWsco I'ng veas made bNO' weeks after spraying. The B
grasses -(GR) Setarhg, Vi ri(ﬂ:[i S, cichi npchl oaycruggal | , Sogghum bi col or and. - -
Avena. fatua and the broadl eafe. (BL) |ponoea purpurea, BrassicaiJuncea, ..
soybean. and. Abuti | g4t hdgghr agit wede tr et edf TheHaverge post-energent -
activi- acasties of the conpounds are presented in Table F below. . 30. 35
40 45 55 .1.8 EFID 218H451C08] TABLE Ff¥ % Ferbi & dal FActivity at 10 S

I'-b/ Acre- 10 - Conu ., M
B %_}91 0 ge®™ @ 4 Hg F W
e 1 0 o W WO H
L - 138 0 CH CH H €1 H a1
139 0 ‘CH  CH H F H- H
35 e 180 0. CH CH H F H F
. 40
.45
50 .
85

16

8 he oadleafs {BL) |'ponpéa purpurea, Brassica juncea, .-
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N salt of 1 88 93 47 62 .3 1696 90

58 . 75 No salt of 3 . -_5-,,_-93_ .89 63 81 S 20

N R 91 91 - 72 85 Na salt of 4 '

94 . 89 . - 81 85 NH4 sal t OfER40 219451 Bt 92 92

77 7.8-.- 25 isoprop 3 ‘salt of 4 77 - 80 61 77

d| i soprop NHZEMPLEM 4 82 80 63 80 22 '
~.58.. 30 71 Na.salt of 22 L

20 56 23 - To a suspension of 2-atetyl-3-nicotinic acid mlda 2.5% 138 mmo!) in40 mjgf ethanolds fgded 4-

s aI t - O‘ 23" phenylsemicarbazide (2.1 g, §88 mmof,(The mixture is stimed &t 40° ‘oyesnigh, after which the solventls™ 1 L

92 . 866 removed anghe prodygt pyjfied-te giye 2;59ce tyly3-nicotinic acid N-oxide 4-phenylse rbazorg,z'n.p 218° .
63. 75 40 4dpc.) (compound 141) ; its Na-salt melts at 128-133°, lg Oll-h-saltggﬁens at 137° an Blgers the g¥ q{lgse :
salt _of 25  @t188. 79 90 66 85 45 30 U
96 87 86 Na salt of 30 100 89 '
ﬁg. 90 60 555E$E%%§19 451 Bl TABLE F (cogntinur._di 5 Pre _P~u Compound’ -
8'7l g3 FoII tl:a p T(E:o rﬁ}? Zl:glogi‘ffl-s-mcohn%lacld N-oxlde 2—methyl-4-phen6|semicar- SRR

- _ 2bs_azone. 55 7 (softet mﬁlﬁ ou 14%) is obtained ,
71 o 86 .3 90 95 K>
15 "~ "Na SaJtEmNMP§€14 94 86 90 55
80 \_/80 w. 10 82 57. - .. 85 . 90
63 85 > . ARiikeddor N.N-diethyl 2—aoetyl-3-nlootlnamlde (045 g, 2 o meDEand 4-phedylsemicarbazide (9819, = -
78761720 mmol) in 10 ml ml of acetic acid is stime®&@ RT oveldight. The scivent isthen remov@d bytoeveporation, -
88 76 and the residue Is trituratddawvith sriethansf. The solid is collected by filtration and is gyipd to gl\g@__—dlethyl- :

80 30 FEacHig-34iicotinamide 4-phenylsemlcarbazone, m.p. 241-243° (compound 143). .

60

s U “Ethyl 2-fonny|nicoﬂnate {1.0 g, 5.58 mmol) in 1 ml of ethanol is added to.i an aqueous solution of Iithtum , ’

k/ L ___EXAMPLE‘IS

" Following the procedures of Example 14, each of 4-(3-ﬂuorophenyl)semlcarbazide and 4—(3-chlorophe-': o

nyl)semicarbazide is reacted with N,N-diethyl 2-acetyl-3-nicotinamide to give N, N-dlethyl 2-acetyl-3-nicotk * -

"'25  namide 4-(3-ﬂuorophenyl)semlcarbazone (oompound 144). and N N-diethyl 2-ace:yl-3—n!cotinamlde? T

- 4-(3-chiorophenyl)semicarbazone (compound 145) resp.
'EXAMPLE 16 " o

30 A solution of ethyl 2:methylnicotinate (2.0 g, 12.12-mmol), seleniurh dicxide (20.0 g, 18.18 mmol) and
- dioxane (10 i) is heated at 135° for 4 hours. The reaction mixture is filtered and the filtrate is concentrated '
' _and purified by prep. TLC to give ethyl 2-formyinicotinate.

" hydroxide {0.28g, 6.70. mmol)in 3 ml of water. The mixture Is stired at RT for 2 hours, then concentrated under.

-.-86. . .vacuum at'RT. The’ resuiting: Jithium - salt of 2-formylniootimc acid is dissolved In 5 mi of methanol, and 4-- L

~ methylsemicarbazide (0.77 g, 5. 07 mmol) is added. The mixture is stired at RT ovemight. The resulting white
precipitate is filtered and washed with methanol to give the lithium salt of 2-formylnicotinic acid 4-phenylsemi- .
carbazone, m.p. 266° (compound 146) _

.40 EXAMPLE17

: Toa mixlure of 4-phenyl-s-thiosemioarbazone of 2-aoetylnicot|nic acid (1 0 g, 3.2 mmol) and potassium .
- carbonate (0.88 g, 6.4 mmol) In 6 ml of dimethylformamide was added 0.4 mi (0.9 g, 6. 4 mmol) of methyl lodide.
The mixture was stirred overnight. and then poured into etherlCHCIs and water. The organic phase is separated
4 and drled {Na;SO,). Removal. of solvent gave the compound of formula A, wherein R is 3-methoxycarbonyl-2-
pyridyl, R? is CHa, R2is C(=NC;H5)-SCH3 and R4 is H (Compound 147) as a mixture of isomers (the isomer
having the correspanding structure in which NR2R4 Is N"C(SCH,,)-NH-C,H;), which mixture was crystallized

from CH3CN. _ _

s0 EXAMPLE 18
0.64 g (1.9 mmol) of the compound of Example 17 (compound 147) was hydrolysed by stirring with lithium
hydroxide monohydrate (0.08 g, 1.9 mmol) in 10 mi of methanol and 2 m{ of water at 80° for six hours. The

" methanol and water were removed by rohoevaporatlon to glve the compound: of formula A, wherein R is 3-CO-
- 65 Ou-z-pyridyl R3is CHs, R21s C(=NC.H5)-SCH3 and R is H (oompound 148). :

17



50: 5520 " EP0219 451 Bl - ~influential* Sdaim s dainm
for the Contracting States: BE CH DE FR GB I T.LI. LU NL SE 1. Conpounds of ..
formula (A): .10 7 R-C N N R .

(A-R3  ~ 1t4 wherein R Is phenyl ogppaodsigi. or |s a heteroaromatic °

ri ng sel-ected from 15 a) pyridyl. which may.be fused by Its [b] or :
['c]-side W‘thé(A gqoe ring, b) 2-pyrldyl-Noxide or 2- pyrazinyi - N1- oxl de
,) pyrl m di nyl=s azinyl,. .e) 3- or 4-cinnolinyl or 2-quinoxallnyl and.

20 - ) a fiveg pRshRsh & r1 38 InBRURS (81, SH¥ne¥biulidnveb bepGrately ext-
C-atons.to thqa&aggtsbnégﬁ@fé"% i p'{:lﬁélM g A S Bk elomigr Aol

oxazolyl , tai agRbspending SSKGFHERME Ay, w&ﬂ;a;m BERODH-2-dydyH RZIS CMJ, ROE CRNCAEL SO and Réls
wher.eby . sald TH (¢anpEBRIORDE th.g) @é-QEcRarsR ABE-d%€ (dad)Ng May be fused by its [Eb-si de ...

wi th a benzene ring; which group Ri1sortho-substituted by the group R and:.
addi tienal |y - lexampLER® f urther substituent -Y, both R and Y being attached
to a ring carbon atom 26 - Rl Is the carboxy group in free form salt - . -
form or ester f oPrnemergent herbicidal civily 0DEIEBRE campo@@s MRTIdEresext iventidn we deteriniagd as fpl- =
Clshal | oal kyi lowg: Seedsetselectadwses wers alaktedkgnd tesaln kesyith @golution of water {17%), sur-
hal oal kenyl ox;famélfﬂﬂ"dﬁsﬁlt@k‘g’mp éﬁSﬁ rate ﬁfé‘f‘ﬂ?ﬂ‘;ﬁﬂ‘ﬂ /aggp. vswlnawes mge two weeks after
hal ogen, nitr mﬂ?@%ﬁm@@ E@ﬁ g!qru ae _
each of R3, Rfroa 8 %ﬁe ?259" ﬁ:ﬁgﬁwyfﬁéﬁ
and R is I"nd %n‘ffg?q @*’@aﬂ"gm °F'§p°gsﬂg B;gﬂ%d el ol °°"'°’p°“
~~~~N S

W\ LE2q 2 rY Wz _ |
z. (GI) €& 2). (G3) or- . (G4) each of W
W akd/ WS i “d%ﬁ&ﬁﬁé\&é’hemm%l s selected oﬂpob.%s%ﬂ&ﬁ&entw&ftw w&rtesw'o‘ag%llcﬁvs
oxygen..or sul f Headi

si gni f.i.canoes wsspedipblract & Ae equbaﬁnt tor¥0 fracRC SEbARY wadlmade Mo wabksbftbr¥prajihd) Thé Grasses
t-hat when R | qemsmyté viiais) BehihdéMida iclusal S drghovh bibelor iyd Aviersa fatad ik ihe bdadieys (BL) Ijomoea -

hm r@pmb dA‘NPNf and the

Sprayed withl SRS VateacoidRe @t 1) ifactant (0.5%) and the -+

form or.in salpurpires,Brassicaiyncés, soybdak andAbotisrieophirasti e tredtai. Tiw atkage, peAtJembrgelﬁactle-- -

2. A coeroemdﬂeéofmeapmpolmds\d'aaursamed%n‘ablﬁm phenyl or 2-COORsphenyl, C
whi ch phenyl group is sub- stituted by .Y, R2.is a.group -C(-X-NHRLO, R3 is.
Cl4al kyI R4 is Hor Cldalkyl, Ris dsalkyi, Cl.4heloal kyi, C, 10ai koxyai kyl."

or -CH(-RI1)-0C(=0-Cl4ai kyI RO Is phenyi or pyridyi, WhICh groups are |
substituted by Z and Z, Rl' is Hor Cls4alkyl, XIs 0 or .S. each of Y and Z'
s~ Indepenl’fently H, haI ogen, Cl4Sal kyl, . d - sal koxy, CF3, phenyl, phenoxy,
nitro, cyano or hydroxy. and Zi is H, hal ogen, C, 4al kyl or Cl_ 6al koxy, .
wher\ehy any car- - 50 boxy group In Ris- In free formor in sal tform
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3:--A conpound of claim1, wherein Ris a ‘heter oaromati ring selected from
d) pyui dyl which may be fused by Its [b) ‘or [cl-side with a benzene ring,

b) -2-pyridyi - N-oxi de or 2- pyrazi nyl - N1- oxi de, c) pyrimdl nyl, 5s D)
pyrazinyl, a) 3- or 4-cinnolinyl or ZEﬁlPizr‘?tﬁ'B?zE inyl and f) a five-menbered
het eroaronmatic ring bound by one of its ring C-atons to the CR-group :
sel-ect.ed -from t'hi enyl, fur anyI pyrrolyl lyi, thiazolyl, isoxazolyl

i sot hiazolyl, imdazolyl or: yrazoI yl; VMS&I d 21 EPO 219 451 Bl
f.i.ve-.menber ed. het er oar omat | it e wth a.
benzene ring; which group o&f%@ysﬁtr tut e?&byldtshle gﬁ‘%‘uﬂ Rl and o
additional Py bears one further substituent Y, both R and Y being attached.
to.a.ring carbon atonmy R Is the carboxy group in free formor salt form

or is'the group ‘COOR5, : - =~ R3is Hor C Galpkel and R2, R4 PREL R 0, Ru;

X, Y, Z and Z' are as stated in aim2. 4. A conpound of C aim3, wherein L

the heterogr omw‘s sel ected from p@R dyl BRkqui nol yl GR2- pyBIldyr .
N-oxi de, pyrimdinyl, pyrazinyl, thienyl and furyI ‘substituted by R and Y

as stated In d@m3. 5 A corrpound of O ai m93, wh@ﬁer n RIs §e| ecﬁéd from:
pyridyl or thlenyl, substituted by RI and'Y stated In. dai Ra-I's"
H 10 - 6. ARmrq:addh(Pfof Clalm5, wherei n% 14al kyl , 4? §ygen
R10Us Zerssubstltut ed phenyl, Z Is H, hal Oné’%ﬁ SO al kyl, gJB4aI ke o
CF3 .-and Z" .is . H3chloro, fluoro, nethyl or oxy A corrpound of- Ct.ai--'rn,l.---'
6, wherein R 1i 2 pl_%/#jyl cgtho substi tut ed t@g ' stated g3 C aigp 3
and: Y being -.. -~-:-- B. A conpoun aim6, whereln R1s
t hl-enyl __Q_rt.ho-_s_&pstr tuted by Rl as stated Ingd a| mgd and 'Y beiong f 85 1i6
H 9\A cdtpound of Claim 7, wherein R10 i s phenyl, 3-ohlorophenyl or
3-.f 1. uor ophenyl . ‘Q#) ‘? oynd of any of d aigws | t§9 9 wher eigl R i 85the -~
carboxy group In.iree formorsalt formor is a group

CCDCH(R‘I)OC(gﬁ} €g{ wherein RL" Is @8 stgzedlnCIanZ‘ml A
conpound of Cai m 4 Se ed from=-20 'a) 2-acetylnicotinic acid L
4-phenyl sem car bggopeo prmlj egapeisE formor sd@it for8@ b) 2-addtyl n|760t| ni: c-',fﬁ.
aci-d 4- (3- chl or ophenyl )'sem catfbazone 1n free fomor salt form c) L
2-acel yi nicot i ni @i keoprap (B8 | smropeny| ) - serBar bBbne in f e f or8® . or
salt form -* d) butyryl oxynmethyl 2-acetyl ni cc%< nat g 71
4- (3=fl uorgpheny##%- sem car bazone, e) butyryl o %/rret hyq 2- acet yﬁ nicotinate -

4-.(~chlorophenyl)-sen car. ne. rocegs of prepgyingsg -
conRg&nd of fornﬁfagaﬁ é?a%gd in CI aim1l, V\hsr’j(?h conprises a) reacting a
conpetind” of for al R(aOR3 1 sO wheysin Fgand R3 arg3 as oM i ned
indam.1, with a compound of fornula Il KJ
. H2N- NR2R45 11 Whigs 51820 aNg3 R4 are as definegBBIn Cer m1, fd6éowed3 where
desr r.ed;. by: esterifying conpounds of fornula 38 (A) wherein R, Is the
c_ar_b_oxyl group t @4compounds (A) wherein R 1s9%& car&ﬁ)xyl est 5 groJrf, or
| \/ o Na salt of 24 . 85 82 63 75
- 25 30 68 68 81
' Na salt of 25 . 79 90 66 85
“® 30 96 87 78 86
Na salt of 30 | B ULTR 83 90
50
65
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b)..S-al.kyl-ating .a compound of fornmula A1: S..R NN C- NHR
(A1) .40 - f wherein R R3, R4 and RIO are as,
defined In Claim1, with an al kyl hal ogenide of formula Il 4.

R9i-al- - 11| -wheren RO |s as defined |n Erarfasbiend Hal is hal ogen, or a-
reactive functional derivative of said conpound of fornmula 111 to give a
canpound of formula (A2) so 10 RCG =N-N_ _NR . (A2) .1sR3 -

14 Be { in R R3, R4, RO and

RIO are as defined in Caim1l. 13. A herbicidal conposition conprising a
compound of formula (A) according.to any one of Clainms 1 to 22 BP 0.219 . -
451 BT .~ s 11211111 121111 12111111 |i * Jland an agriculturally N
acceptabl e-di l uent. 14. A method of conbaflt rg-Bk&eds which c

appl'ying to the Wf a herbiol dal |y ffecﬂve am)uné‘pof a_compound .-
of rrmula (A) according to any one of dim- to ¥ 5 d ms-f@?lthef
Contracting Stat® "AT. -.A herbicidal conposigs on mpri si ngpg conpgund of: - -
FOrIIUL A (AfE— o el R 1 g7 °on &9 ag- “°0BY R0 —
10 - - Na salt of 31 | wherei ngR hagphenyl ozlnaphh yl, or

|s a heteroaromatic ring selected froma) pyrldyl which may be fused by Its
[b3.or.[c]l-sideIfth a benzene ring, ''s - 92) 2-pgridyl- N 9gi de @8~ e
2-pyrazinyl - N1-oxide,_a) pyrimdinyl, d) pyrazinyl, e) 3- or 4-cinnotinyl. .. :.
or _XZL._-%ui._noi%i i g Al I°€ ¥3 ve- nenber ed het 86oar ofdt | o ri nggboundadpy one - - -
of Its ring C at to the CR3-group selected from.. ' ><, 20 thienyl,
furanyl, pyrrolyl] oxazolyl, thiazolyl, isox&%olyl 89| sot hi aztéyl , 82 I

| m dazotyl or pyg-azolyl ; whereby said five-genber heteroarpomatio ring -~
may ke fusesl by its [b)-side with a benzene PPng; ®hich grol®3 R | 85
ortho-substitiakdy the group R and additiogaglly Q@ars one .;trthe.l; B
6ubstituent Y. both R and Y being attached to a ring carbon ‘atom ?? ls -

the carboxy gro®d in free form salt.formorggstergformor |gy the gyoup .
CO:-SR6 -or CO-NR7TR , * 2s Y Is H5 C-al kyl, -Cl. 4hal oal kyi, C .siakoxy, - -
Cl4hai oal kéxy, &f0a| kenyi oxy, CO2hal oal kenyi. g8y, Cp@eai ky- nyloxy, nhenyl, - .-
phenoxy, - Cli-al kyl thl @, OH, _hilogen, nitro or cyano; R2 is the group R
“C(=NRI O )-SR O &Y RERE1Ocach of R3, R4,BR7 anB0R5 |s i retependsoitily
hydriogen.or Cl..alkyl; each of R6 and R9 is independendly Cl4al kyl . -

ree
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L (G1). .
or . (6 4y . .. .. ‘each of waséﬁi l's |m @“
I QA Is oxygen sulfur or NH Xis oxygen or sulf sZl* and z

Is |ndependently one of the. S|gn|flcances specified for® but |ndepen- dent

of - Y, with the prow so that when R is phenyl nono-substituted In ortho by

the ‘carboxy gF@IF | n free formor in salt formor by Cl4al koxy-carbonyl,

E“E%aispLZﬁgﬁhsyé it Sacermry et P BR A A OR B L L Bg, T D B By v

R2.1s a group - s Cl-.-alkyl R4 is Hor d-Glkyl, Rs is |
C-Galkyl, C sha o&“u'&ly'a%“’,'_%@fg@gl koxyal kyi or CH(-Rl)-O C(O) - Claal kyl, RI*-"

i's phenyl or pyridyl, which groups are substituted by Z and ZI, R, Is H or
Cl4sal kyl- ,,oX Is 0 or S. each &¥ - anwl -Znisgi ndependent }y H , hal ogen, -

Cl4adl kyi, ".C, 4al coxy CF3, phenyl . ipheno\f\% nitro, cyano or hydroxy, and ZI
i s H; --h-al ogen, Cl4al kyl or Cl4a| koxy, ereby any carboxy 60 group In-R.

is:in.free formor in salt form 3. A conposition of Claim1l, wherein Ris . ...

a heteroaronmtnemirrﬂhghmglloenﬂpblﬂylforbamu)mmatdyhgmlectedfmnay be fused by Its
[bi \op- [c]165| dea)mvtldvl whidhaway e @ysediby s [blor [cPsigewith d penzhedivg.de or

2-pyrazi nyl - N - b)@eyedyl-tpxigagr2mygrinN'-oxis, d) pyrazinyl, : 6) 3- .-

or -4-cinnol | nyI cyripidigdhi noxai i nyl and f) a five-nenbered het er oar onat | ¢ g
ring bound by OHH’Y@F‘"X s ri nggC— at ors to t he CR-group sel ect ed from

| mi dazol yI®or phr (?D "z:')"ﬁ‘;ﬁ" \ﬂh%

het er oar onmati ¢

group Rls Orttah]at DS ) esﬁl I.I§%ﬂﬂlg&Y both
further substgty] ol (9, P .-- gatace tQ_arlng carbon afom._.
R i's the gar bOhV;s%%:& ;ﬁﬁfrge%rm é&itfoﬁﬁb.tesia%mor%ﬁnd”“"%-éii SHEONRHE, 6

R3 ts H or Cl-sgldeyic, ali¢h " cRRiko! koxy!'Ca. siikengloRy 6, ghalodil alkys -
stated 1'n Cl oyt phey WW&&%WEWOHOha@@l Mr)ﬁﬁeei not he he?efﬁ%‘?‘gn%?l S
ring. R.is sel ecReidmfslgmnp-m(#NRis)JSRwucm -NHR0, 8adh\of R?; RYR? anliiR® independently hydrogen or_ K
pyrimdinyl, @yseibyieugh of RE RadRYYH indapahdéntly §{ salkp, RISIS bief el gloypsRI  and Y as

stated 1nsglaim3. 5 A conposition of Claim4, wherein Ris selected from---’-;

pyrldyl or thlenyl sgbstituted by RI. and Y as stated In Caim3 and R4 I's

- 8. q position | fN-;a_al m 56, R3 Is Cllal kyI X

Is oWgen RI 0] i s ZZl ub¥Ti t ut eddpheny= Z Is ha%ng ‘@» A,
Wit 2o " IR

ort ho- subst i tuedtpy R as R

C,. 5al'koxy or CF3 ang/ZMW'ls H, chl oNscHfl uor o,
corrp05|t|6'h of Claim8,.whereln Ris 2-pyridyl

stat ed in daim3 and. \(be} ng H  (e2), (6-3) or  (6-4)
- ) \_/ | each of W, W' and W" is independentlj} Nor CH
' 40 Q, is oxygen, sulfur or NH
.. - Xlisoxygen orsulfureach of Z, 2! and Z2 is Independently one of the signiﬂcances specified for— butinde- .
- pendent of - Y, :

with the proviso that when R is phenyl mono-substltuted in. ortho by the carboxy group in free form or in sait
form or by Cy_4alkoxy-carbonyl, then R3is Cigalkyl. . . .
] 2. A compound of Claim 1, wherein R is 2:COOH-phenyl or 2-COOR5phenyl whlch phenyl group is sub-
- - stituted by Y, R? is a group -C(—X)-NHR"‘ R3is Ci.salkyl R¢ Is H or Cy_galkyl, R is Cygalkyl, Ci_ghaloalkyl,
Cayoelkoxyalkyl or —CH(-R11)-0-C(=0)-C1.3aIkyI R1is phenyl or pyridyl, which groups are substituted by Z
and 21, Rt Is H or Cy_galkyl, X is O or S, each of Y and Zis independently H, halogen, C,_salkyl, C;.galkoxy,
o - CFa, phenyl, phenoxy, nitro, cyano or hydroxy, and Z1 is H, halogen. C1-satkyl or C,_salkoxy, whereby any car-
R boxygmuplnRislnfreefonnormsaltfonn _ .
' 3. A compound of claim 1, wherein Ris.a. heteroaromatlc ring selected from
a) pyridyl which may be fused by its [b] or {c]-side with a benzene ring,
b) 2-pyridyl-N-oxide or 2-pyrazlnyI-N1-ox|de.
c) pyrimidinyl,
&5 d) pyrazinyl, :
e) 3- or 4-cinnoliny! or 2-quinoxalinyl and _
f) a five-membered heteroaromatic ring bound by one of lte rlng C-atoms to the CR3-group selected from
thienyl, furanyl, pyrrolyl, oxazoiyi, thiazolyl, isoxazolyl, lsothlazolyl imidazolyl or pyrazolyl ; whereby said’
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8 Acorrp05|t|on of Claim8, wherein RIS t hi enyl ortho-substituted by R as

stated In Claim3 and Y being *KJ 15 K. 9. Aco
7, whereln RI 10 is phenyl, 3-chlorophenyl or 3:fl uorophreﬂmmum I“mm”mlr
conposi tlon of any of C1a|ms 1:to 9 -wherer194RI Bl s the carboxf/ groidb i*n ree

formor-.salt forn or is a group COO-CH(RI')-O O) Cl..alkyl, wherein Rl o

i's-as stated: i n: feeMbred HelerodfontRETR el bORsdalby i [BldMe With & BsRRbrieinglgy A
conmpound sel ect eghiéf @éilpR is ortho-subsd@d by the Gdupa aEddyitiohaNyears bie favthethubstituent Y, both

4-phenyl sem C ¢ QAP béingl atadhb e Biding ehrdopBlonor sal t. form. b) 2-acetyl nicotini c

acid -4- (3- chi or ophiethy carboaryrgrody iy fasdorm of sultfformeor fsohvergrawp COORE, form  a)

2- acetyni cat i ni CREEH oAC{ salkgl AubRZDRIBRH RIO) R1E XY, Zeant) 7@ statedfin Peimi2or m or sal t- 7

form d) butyryl eaovepdupt ofiiaio 8iwherindimi hetatogromatic ring R Is selected from pyridyl, quinolyl, 2-pyridyl- .

4- (- f | uor opher-bxidesmyiintdiny rareaing, thieny! dpd fupyb sybetituted by R anfoCasstateddn Flaide '

4- ( 3- chlr opheny| Sdvrompivad ofifiaim 4, wherglp Risse!PEted ?‘?“bﬁ)’é‘%”@’f‘“ﬁr%‘bﬁ%@yﬁ 36'5?466%?#&"'

of fornul a (AN GeimEandRiistlai m 1, whi ch conprises a)_reactin gl J
s%med pherInBl fl In halo-

formula. | .. . . 6 AcompoundofClaims, whereinR3isC1_5alkyl .X.io oxygen, R0 is Z,2"-substitu .
RC'OR3 | sqﬁn-cwa'%ﬁ allory 9xCEy A ﬂ"?f&’é{‘é& -
conpound of f ”a"°’f"?°‘ﬂ§f¢%?d’"°’ie ﬁ?:ﬂ'ﬁf&"s i E}a‘y |J]naerl Ybem_'_______.'.

Chai-m--1; fol com sr :lnl r&%miﬁls?ﬁéﬁgobﬁ%%ug%&%q%ﬁ%%t%ﬁn {;lgih@ﬂnﬂﬂglﬁg"m-

(A Q/\Derel R |s t ar oxy gtoup erein

car boxyl - esf er gﬁ%mp&fnd WCIgma‘lm}eﬁltﬂﬂgp 'Bg‘%mﬂﬂl'oﬂﬁonﬁfor -fllof Ille?tylAl 40 L
R3R Rff and Rl 10 Agomp upd of a a:rofClaimsHonhe RL{d the carboxy group¥l efom%ﬁﬁhﬁoﬂ%a_

f w.e dye,_élakﬁl\mek.nmisbsaaeﬁhbmim ogani de of

_orrrula Nl IAob,Induny\A;fQjamm ctedfrone defined In Claiml and Hal is

hal ogen, --Ofg a T emou@nmﬁtaa@menﬂ@mmmuemafeesomfdm@asaummd of formula
1l to gi ve a C O ByZRdtBHliniodtini @i 3schiprdphenfifBerfibiirbazorie-in fre€ farhlofeait form,

HRO ( A wheg)-avetinicdinic adkil4-(3HBorapheinydHisémiarizazar® infiedfeifonnr st foBhai m 1 24
EP 0 2i 9451 Bi - d) butyryloxymethyi2tdcatyliidatiatd 4-(3iuoredheav)Bemicarbazetes he .
Pat ent anspri i cheée¥bytyrylokymethyt2-acgtulnicotinate sr(3-qsoropieayll-semicgpbazone; GO, | T, LU, NL
SE 6 . BB \er b)? n%@fpmng%?qmsgunq ﬂ)forquta (R);s’tatgp iR Ctaim 1, which comprises’ -

A a) reacting a compoun Lyl (A) 10
worin, R eine Phonyl - oder "Napht hyi gruppe | Qer sin hetoroarornatlscher SRR
Ring, ausgew hit aus a) elner Pyrldyigr u%’g(_o& e an i hrerib]- odor

gggrsg' tp;’rggl g'ylne QZgA.&J P RALE MG, i o Borb of b1 Y1 Noxid

T N S _ HEN'NR2R4 i e
ST T whereln Rzand R4 areasdeﬂned in Gla|m1 followed where desured by eaterifylng compounds offormula
- .- .8 - (A)ywhereinR'is the carboxyl group to compounds (A) Whereln R' isacarboxyl-ester group,or C
S b) S-alkylating a compound of formula A, - _
e - CR-C=N-N-C-nNHR' (A)
SRR + IS U g

" wherein R, R, R* and R™ are 2 defined in Claim 1, with an slkylhalogenide of formula il
a5 - T R@H’_a'l' m

wharein R9 isas def'med in Clalm 1 and Hal is halogen, or a reactlve functional derivative of sa:d compound
of formula Il fo give a compound of formuta (Az)

. 85

wherein R, Ra R‘ 'R and R“' are as. def'ned in c anm 1 '
13:A herbicidal compositlon comprismg 8 oompound of formula (A) accordlng fo any one of Claims 1 to
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Y:-el nex .Pyr| midi nyi gruppe, sa .1S .8) ehner Pyrazi nyIgruppe.
oder 4-Cnnol.i nyl - oder 2-Chi noxal nyl gr uppe und=f) eln
heteroaromati schen Ring, der nit ehem sel ner Ring- C— %nlmglm#lmjlm
CR3- Gruppe, dusgevwhit aus Thienyl, FE IR 41 ®woi yi , - Gxazo az0
l.soxazol.yl, Isothiazolyl, imdazoi yI oder Pyrazol yI gebunden | st; vvobel .
di-eser ffl nfgﬂémdlageorlﬁelmfb@cm{etd@@ﬂe Ri ng an-sei ner ﬁ‘t‘ tSel te an ol nen 20

¥P

Benzol i g kondersh wpthodet pombrising weedsovhish cemasises aplving-lo th
ort-ho-substit GM“E“FG?"‘R?H'EFq@waﬂﬁlﬁFP'ﬂW%%ﬂ‘y\ﬁé? ef s et i t uenten - -

Y--bi- gt und- s hi s auch h ‘Ri ngkohl onst of f at om gebunden si nd
R di‘e :Car b6xy§% E"tlhe ?'51' ﬁ‘l%ﬁ"?ﬂ ‘gal zform odor Estorlrmm ist odor dl_a '
G uppe- CO- SRO o R yl .
Cl4- Hi aogenal kyﬁ-Ah%@gL Zoﬁbpé&p afm f'%%fns%gsﬂl%e%ﬁboxy C2. H ao-

genal kenyl oxy-, C2..Al kynyl OXY-p d‘ll,;en Phenoxy- Cl. 4- Al kyl t hi o-,
CH-'G uppe, ,Hal ogen, sine Nit ro- %\7%0 Fuppe | ht; ®2 die G uppe

-C(-=NRI .O.-.SRO odor. -C(=X)-NHRI O 1Bt, wd¥ei R3, WR R7 und R3 jewells .

pres horpgainpecive s

unabhang| g Vis- sestoff oder eine Cla-Alkyl gnuppe ist; RO und RO jevells

unabhi ngi g esaReré. R:wbdyydrgmmmﬁorbsatheanﬁoﬁuautemgieuecﬁ@fmmGruppen z~ ~~z~~
~~~~~~~~~~~~~~ 4) pyridy! which may be fused by its [b] or [c]-side with a benzene ring, z 86
W Z2_(G5.1 . b)2-pyridyHN(cBId@r 2-pyrazinyl-N'-oxide, ( 63) oder (6-4) 40 fat, W -
W --und - W -j--e\/vei---lc)spydnﬁluhangl g N.oder CH lat, QL Sauerstoff, Schwetel odor NH- :

i'st, X Sauerstofd)pyrdavl, Schwefel. ist, Z,  Z! und.ZZj eweol s unabhlangig ine . -~

der fir Y angeg@beehcionclinytar 2unpesBlisiend von v - Bodeu-- tun en hat o
m_t denVor behal t- P afue-pramberegdigigrortomatic ring, ‘HFQ ‘PYCP"SPféSG F' % e fR>-group selected from

Carboxygr (Bpe | ianyiciapyl, W‘M Iy tWa’S F ane rin -
%Gb%?élg T Froup @65@ T Tﬁ:t%?‘?ub ntgéc‘!h: :

Cl4i - Al koxyearb H}Z;' lﬁ

eine C . 4A ky ,QH’n&IB _
si-ne .2- COOH P ew % e ,é"_QaYt %Er Lm smge&,\ggkgppe o
mt Y subsgitul %JH ) 1.&5'@& € F 57?10:( enyl Corsely:
g rAI kylgrupp@. t,,he Hehdx{! Qf,ﬂmﬁ\o otst 5 ese C 'k o
Cl.--Hal ogenal k istha@?oup Lol QFSW'okéd(-X)-NQRW saEiH‘f RIZR), RCand RS Js mdependently hydrogenor
Cl O) Cli. 4Al kg{_@myjpmhbﬂisanms@s;adeaa,dahﬁm{ﬁkypdor Pyridyl gruppe Ist, wobei .. .
dl-ese:Gr uppen ‘miRt® igonsfthelgroupsbst i - tutlert sind, Rl1 H oder sine c

4-A ky_l gruppe ist, X 0 oder Sist, Yund Z Jewel i s unabhdngl g H, Hal ogen

si ne SO . CG Al | kyI- zC14 Akoxy- CF3-, Phenyl , Phenoxy-- Nitro-, Cyano-

oder droxygruppe | Ha n, sine /4 oder
G -~ Akoxygr uppo IsZt Jede bo rup R I rel @ n
Sal zform vorlisgt. | ndung nadw~ spruch R si n

heteroar oﬁ’ﬁrf scher™ ng I t, ausgew hit.aus a) el ner Pyr i dyl gr ug&@ d| etan T
|-hf-ef-I-b]----odor - [ c] - Sel t(es-ém oi nen B(amzc)l ;1 ng konder® ert 8Bo k ), :
i Pyrldyl ‘N-oxi d odor 2- Pyra2| nyl - NI - oxid, as c) einer
Pyr.l i mdi nyl gr E’g ppe, e) einer 3- odor 4-Ci nnoll nyI
odor < Chwoxé&ﬁiw S G aﬁd \}013]5 in p’re?t(ehwrﬂe%b Unf gl i edri gen het eroaromati schen
Ri.n 9. ~der..m txglokyaén o?@dltﬂleéacﬂf ﬁ.% bnd Qrﬁaeﬁﬂdﬂilfon%‘egg“ﬁ&ﬁees spdeified for - but indepen-
) dent of -,
“with the proviso that’ when Ris phenyl mono—substituted In ortho by the carboxy group in free form or in salt
" form or by Cy_4alkoxy-carbonyl, then R3 is cHalkyl ,
45 2. A composition of Claim 1, wherein R is 2-COOH-phenyl, or 2-COOR5-phenyl which phenyl group is sub- .
stituted by Y, R? is a group ~C(=X)-NHR1, R? is Cy-s-alkyl R* is H or Cy_zalkyl, RS is Cq_galkyl, Csghaloalkyl,
C,.1oalkoxyalkyl or ~CH(-R1)-0-C(=0)-C,_galkyl, R*°is. phenyl or pyridyl, which groups are substituted by Z and
2Z', R is H or C,_galkyl, X is O or S, each of Y and Z is independently H, halogen, C,.galkyl, C;_salkoxy CFs,
: phenyl phenoxy, nitro, cyano or hydroxy, and Z'is H, halogen, c,_salkyl or Cy.galkoxy, whereby any carboxy
so  group in Ris in free form or in salt fonn. :
3. A composition of Claim 1, whereln Risa heteroaromatlc ring selected from
a) pyridyl which may be fused hy its {b] or [c]-side with a benzene ring,
b) 2-pyridyl-N-oxide or 2-pyrazinyl-N1-oxlde,
¢} pyrimidinyl, N
- 58 - d) pyrazinyl, -
8) 3- or 4-cinnoliny] or 2-quinoxallnyl and
f) a five-membered heteroaromatic ring bound by one of its ring O-atoms to the CR3-group selected from
thienyl; furanyl, pyrrolyl, o_xazolyl, thiazolyl, isoxazolyl, isothiazolyl, imidazolyl or pyrazolyl ; whereby said’ .
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I :

auagewdhlt aus Thienyl, Furanyl, Pyrrol yl, xazol yli Thi az \‘!l‘l\\“moxuaz
| sothi azol yi’, -1 m dazol yI odor: Pyr azol yEPgeinmdm 1st: . -
woboi-derfrlnfgliedrige heteriparomatni cho Ring an sol nsrb] Solte an einen ~
Sen- zol 1ing Kong@isdateled fetbrBark@dli fing Wy Bb by S PG vin Qbbhenesiab st i tui ert
ist mt der G UppickgroiidR & dfiRistbstfled BPNE BrolfeR afid AddittnaStskaisoReustior Substituent VY bath
trI gt, "und sovikahd Rbeing sttachad o a¥ingcarisinatol; ngkohl enat of f-at om gebunden sind;, -
d| e Car boxygr &pis the lotirbéxy efoay in Fres fanmomt ealt iGa arfisthe grouplCOORBOr  di e Gruppe S
“1st " Rs H 0@®ls Hir Bpsalkili-afd Ry R RERPCRNN, Yikwhd RDare B¥istatéd in Sl 2.RI ' . X, Y. . .-
Z und ZV Wi e i n. Arseampodition mgm@emrﬁirsﬂmhbtermmmﬁc thigritiie eM@hm wwwm-pyﬂ-_ .
wor i-n- der het edvbbogéna pyrigidingd, yirthianybans fs substited by & 3;3}‘
2- Pyri dyl - N- oxi d5 /’F?:mptrﬁtewfﬂaim heroip R jpiselecte fropypyridyopthipfyl, ﬂbﬂ‘@%‘yﬁ w}%sﬁtaﬁed- o
Mt R und Y, : -

Anspruch- g’” %* o ﬁa ' f(r:ﬁr’]’P"’"lin .e- ?{f%ebe’gﬁﬂiﬂ '}V| %ﬁf””ﬁqy&eﬁpwr%w
Anspruch-s; YmH oﬁwa‘g‘rs At %&8%%% bt pup R D e

ZZ1- subsl. o
221 f}i‘;éo)s( ya. B glr &ggﬁpﬁ{y ﬁ%@ﬁ : %ﬁ‘e@] bﬁhﬁ.EEAgfrﬂgtS&_‘by I.;f‘ﬁatgﬁgélamtlo andYbeing |
Met hyT - oder Mst %&%&%ﬁdé&.?w\!@rﬂ W) M ’ fpheffaf in Rsin -
Mt wie in ANSDI 4k odm fusmaﬁ'aml'ﬁ{uqunﬂfémwm; A orﬁfp?r?ﬁ:e%'ogéﬁt?ﬁﬁbﬁsa

| st und Y-H 1Sgreup COO-BIRR bj-oudeey.ch mmcea&mwﬁ SI n mtws In
Anspruch 3 defi nhﬁmtoeihﬁbsﬁbnalclahmtﬁdd ﬁﬂslnhﬂhﬁﬁﬁoﬁﬁds-gbbt@d'frdhyl rest Ist und Y -
Hi st \_9. Vew bi ndeymacegiaiotiii agd 4+pHienjisemivamiazondin Ge@iadiformve satiform, 3- Chl or phenyi -
odor -3-Fl uorpheny]Zgacalptpbothlshcidw.chld@plhnnm#mgammireﬂ'ee@mndattmspr| lche I . . .
bis 9, worn R deke-aGaiyibicotivig eeip$-Muorohemiiirsermioarbazontdn frdefor@ar salt fdmyy m | st odor.
si ne ‘Gni ppe COO- @HuiRiyloxyn@sthg) 23)catginicatingt ¢ 3fluonophenyihasmicerbq@pneni e | n Anspruch 2

definlertiet 1 19 bﬂwmmﬂﬁl!i'?gﬂ%‘a’d‘wﬂﬂﬁ%ﬁ%f?@ﬂﬁﬂﬂ REFPNE- -aus a) .
2-Aoet yi ni @Bt i na[‘%upé’%s @éﬂ"@&‘?"ﬂ%ﬁfé?ﬁ'“i"ﬁ(’ﬁ‘é‘leﬂ" i . uhiok pamrERRS o
Sal zform 25 3 Tpacting agomp ﬁ?féﬂﬂﬂg ure4(3-4 hi orphenyl )s i car bazon In

f-rei-er-Form-oder--in Salzform  c). T
2- Acet.yi.ni.cotinsure-4-(3-fl uorphenyl )sem%’%ﬁ%’é&or{ In *eler Formoder In - ="
Sal zf orm Buy RF}RI& yl) ssmicarbazon, ;-
e) Butyryi giymet h@%&gﬁ%@%ﬁ%%@gﬁg@ ﬁ%&%hfémé%‘éﬁy# semelgar bazon. 12. .= ..
Verfahren .zur Herstellung einer Verbindu QQ{R4F(nrnel (A, wein Anspruch cee

de‘f-l/nlert - des-unf:aSt,- so0 -daB man a) SI ne  Ver bi ndung.der Fornsl |

et R Cl- =wherdRBR2 and R¢ éire as défined in Claim 1, followed, where desired; by esiarifymb compoliras bf'?onﬁxla L

und . Rs wi. essn An@pwhiéréin R idﬁébmdxyltgroepﬁdom;smﬁdswmarewwbhadm-edsfgr&@mel I
H2N- NR2R4 11, . vys-alkyldfing enadmplbindbof formuldAs pr uch | definiert sind, unmsetzt und:
anschi | ef end, falls erwl necht, die Verbin- 40 dungen der Formel (A),
wonn Rl di e Carboxyl gruppe bt, zu Verbi-ndungen (A) verestert, worin Rs eine
Car - \bexyl est brgruppe let, oder b) sine:Verbindu der Forrrel Al 45

S RI't C“N_'l\/N - " RRO- € = N - NA-IR 3 NHRRA- - (OA,) vvorlnRR3R4
und- RlO wi e In:Anspruch 1 defi: nI e'd':it Si nSd mt ei nem Al kyl'hal ogeni d der
Fornel -111- R9Ha| I|| o

wherein R, R3 R¢ and R'° are as deﬂned in Claim 1, with an atkylhalogenide offormula ll

45 o _
R9Hal w. .
wharein R° is as defined In CIalm 1 and Hal Is halogen. ora reactlve functional derivative of said compound
- - offormula lito glve a compound of formula (Az)
50 : _
CR-CaN-N-C-m?  (a)
'3 da 2

55 ' R®
wherein R, R%, R¥, R® and R ars as defined In Claim 1.
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WOr ' 'R Wi € -i n Anspruch 1 def i niert i st -und Hal - Hal ogen—i-st—odi- He*—ﬁem——

r-eakti-ven funktionilen Dedvat der 56 Ver bi: ndung der

S-ar kyl ert, um sine Verbindung der ForEneI21S,6\521) 26 ‘m@ “mh"m‘”w
B ||||||1|||1|||||11 e FOHIPTRY

: R (2 R(A2) 5R . ~~~~~~~ zu erhalten worin R, .
R3 ‘R4, R9. un@nﬂbl@ﬂm I n Anspruch 1 definiert sind. 13.

Herb| oi dzusamrenset zung, unf.assend sine Verbindung.der. For nel gerraB
i nern der  AnEafoniamRrERha fie i Vorragsaton s RByPHLb DRAFRQH Ty iideNhis

Ver dri.nnungsmitte rfahren zur Beki npfung von Unkraut Cle
urnfassend®das Ah{"ﬁf"f“g’@%ﬁ’fdér"‘l}fg'?g%gr bicid wirksamen Menge: el ner Verbi ndung:
der- Formel (A) gemi. el nem de[t )sprflche 1. bis 11 an sel nem St andort

Pat ent ansprl I che far don Vertraggstaht %‘I" R 1. () C
Her bi ckt i zusarrrrensetzung, unf'ss®8hd si net Ver bi ndung der Fornel (A): - C-
- 'N-- R2(A) s R4 ', 20, worln R eine Phenyl- oder Naphthyl gruppe oder’

st heteroar oygdd ﬁ&k@heﬁshmer nﬁﬁﬁqﬁmﬁ&u |§to&éﬂ%ﬁn@\lteﬁér&ﬁéhsﬁﬁmﬁb{hﬂbé@@ausd| eran”
i hr er [ b} - - oder : ) gher PRdyigrupie, @B IhrBIGBI 2848/ b2 itk WihaH BérRbifingIBAdandiel 18in kb,
2=-Pyrd dyl - N- oxi tb) @gdyidN-oR34 oder 2 Pytazii-NOiid], <€) di ner Pyrim dinyl gruppe, "26
d) ‘ei ner."Pyr azi vy bider Btidinyigjuppe, Nner  3- oder 4-Cinnol i nyl - odor

oxal 1snyi grdypiper Pyazinyigluppd, nem f f nf gi i edri gsn het er oaromati schen Ri ng, ,

der m_t..el.-nem s ) slasr 3RidacA-Chnsiinylreden #-ChinaxalbRgrughewpbe ; - . ausgewabi t
au$ Thi enyI - Fu mwwfﬂr#}lqmwtem@xaﬁtg annerPramﬂinym se'mBloa-Scﬁme andecR’-Gruppe.-
| aot-hi azoiy, | misyegewihlaus denypfvrany (%Eﬁ?ﬂ'bﬁ inzelyh, Isgpspelyl, Igpiiiazpl

kondéngl er® el n ie
die

or t ho- St el I ung g ,E%x&op g;,.f éjﬁm@ggf@‘i%'}rn Eﬁ%g %&P gfgg?{sqse:r;:?

het er oar onati sc Wé‘%‘“&?e"oﬂ‘fd%t n@?“; 45‘1“" Q"%""&?\hwaﬁfﬁe Ring,an seiner [Ql e ﬂb‘i?“g;? o

stituenten Y tr
gobunden’ si ndy g 3 _ pe-Tn treer. Form aI zfor ernorm
oder die Gzuppe yGp, 501 kylv. 1.3-NB alk tc;éﬁ%ﬁﬁty— @.a-@ﬁlo' "_Inalféi‘%tk&z_rmkenyloxy-. CpgHalo-

Cl4r Hal ogenal kafa ,k,n foxy-,d OXAlRylthi
Gz--Hal-ogenal- kgpabogru gls l-oxy-, kyny OoXy-, Phenyl Phenoxy- ; -

Cla-Akyithl o-, WHﬁk‘Wmodesmﬂonlm WOBA RS, B0 0nd RAI6NONGura g Was- o
die G'uppée”- qmmrmmﬁgm@@mom jovadils ufaBhanglg eind~G,_gAliligRippal 81 \RY biRe der". -
unabhangl @oV‘aGmapent of f. odor sine CGLrAl kyl gruppe fat; Rs und R9 Jewel }s

unabhi ngl g SI ne- Cl ] Al kyI gruppe lst R * sine der Gruppen 40 Z T
-Z i Pe t ZKJ 64) (6-2), ' (6 3)
oder™ . (6 4) | of und W pkwefls. G\ odor CH Ist
Sauerstoff Schwef eZ ist, Z a ) %—

zz " oWt ¥ g

(G'” r (G'Z} y (5'3) oder (3")

40 ist, W, W' und W" jaweﬂs unabhanglg N. oder CH ist, Q1 Sauerstoif Schwefel oder NH ist, X Sauerstoff oder
Schwefel Ist, Z, Z1und 22 jeweils unabhénglg eine derfir Y angegebenen -~ aber unabhéingig von Y — Bedeu-
fungen hat, mit dem Vorbehalt. daf dann, wennReinein ortho-StelIung durch die Carboxygruppe in freler Form

R¥bsbh.Yeine Nitro- oder = -

oder in Salzform odermitder C1_4-Alkoxycarbonylgmppe monosubsﬂtulerte Phenylgmppe ist,dadannR%eine B

S Cy-s-Alkylgruppe Ist.
45 2. Verbindung nach Anspruch 1, wonn R elne 2~COOH-PhenyI- oder 2-COORS-Phenylgruppe ist, wobel
- -die Phenylgruppe mit Y substituiert ist, R2 eine Gruppe ~C(=X)-NHR0 Ist, R® eine C1s-Alkylgruppe ist, R* H
oder eine C;_g-Alkylgruppe ist, RS eine 01_5-A|kyl- Cyg-Halogenalkyl-, C,.1o-Alkoxyalkyi- oder ~CH(-R1?)-O-
C(=0)-C,.5-Alkylgruppe ist, R" eine Phenyl- ader. Pyridylgruppe Ist, wobei diese Gruppen mit Z und Z substi-
_ tutiert sind, R H oder eine c1.5-Alkylgruppe ist, X O oder S ist, Y und Z jewells unabh#ingig H, Halogen, eine
50  Cyg-Alkyl, Cy_s-Akoxy-, CFs, Phenyl-, Phenoxy- Nitro-, Cyano- oder Hydroxygruppe ist und Z! H, Halogen,
~ eine CygAlkyl- oder C,_g-Alkoxygruppe Ist, wobei jede Carboxygruppe in R in freier oder in Salzform vorhegt._
3. Verbindung nach Anspmch 1, worin R ein heteroaromatischer Ring ist, ausgewhit aus
- - a) einer Pyridylgruppe, die an Ihrer[b]- oder [c]-Seite an einen Benzolring kondensiert sein kann,
b) 2-Pyridyl-N-oxid oder 2-Pyrazinyl-Ni-oxid,
- 88 ' c)einer Pyrimidinylgruppe,
d) einer Pyrazinylgruppe, . h '
) einer 3- ader 4-clnnollnyl- oder 2-Gh|noxalmylgmppe und : _
f) einem ﬁlnfglledngen heteroaromatischen Ring, der mit einem seiner Ring-C-Atome an die CR3-Gruppe,
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Schwefel-ist; Z Z und Z2Jewei I's- unabhr ngi.g esne. der *f‘f‘rr"?*angegebenen

aber. unabhl ngi g devaon - Bedeu- 60 ..f.ungen hat,-'mt de “mn
dann; ‘wenn-R _sine in ortho-Stell ung mt der Car boxygrup “mﬂﬂmﬂ“u

odor 'In Salzforn oder nit el ner: C1,:Al EP R pteash8my| gr uppe *nonoskubstituidrte
Phenyr gruppe |st, daB dann R3 sine Cl..-Akyl gruppe |st. 2. Zusammenset zung.

nach Anspruch 1, am&{iﬁﬂit Buss‘hﬂﬁyl F m_b Pnlaﬂpbkazo@ld ﬂﬁazglylm ;P| | ﬂﬁuﬁiﬁzdﬁﬁbder* .

wobel. . di e Phony| gyHRe gébukdeX isE:4absi bdr HinRiddrideHeteromomts Rt Rirg'dP éner[EiSelte an einen Ben-,,___;':.....l.',
IX) NHR Q" Ra si ﬂaﬁngtaf .)gteﬁrsupmmst R4 cs H odesrelns Cl 4-AJkyi gruppe - '

ST RU 'Si fs Cl4wdbekdle Grufle R ortlolsotgatuiertisiayit der Gfoppe F-ufd duestylio sipen weltoren Substuenten
oder CH( Rld ) - O YGigtnd GawholR' laislagehidgoreein BihgkoliRnsloffetoniPyebunden sind ; R’ die Carboxygruppe:in - -

oder Pyri dyi gr uppteiersom odeiReizitive istdaiiPruppe CRORR L, B® IS eropeina Grarikyigiupms ist RIdIRA-RY,
odor ‘sine C1.. 8- R\ Rl B, 20z und Z! wikin@nspaesh 2@ngegebelysindid ZJewel i s unabhAng|

H; - Hal ogen, el ned-. bindyxiglageh-Anspaich A) okl stey heterggramatisghp Rin 33"399’4’?@!%5 SPthQ*g"DM '
Cyano- oder I—Wﬁ% r%ﬁ-d@“@@?‘y'ﬂa’z‘zy‘ﬂhiePﬁPWéﬁ“ sulstifulerbmit R ung}6, wie dnspruch 8 arge-

CA-i kyl - od'br -93& kvw< uppe, €et,. wobel . jede rbox rel er S
For.m.odor . ({?ﬁ \9/!9 %’;‘?4 gk %’Hg‘ﬁg‘%ﬁkﬂ?’@cwah‘"m'm "P?f o
el n heter oar oa _ r,lgr ,gg,y,lsp RYBREZ zPluBen. .
dyng,ngch ¢ ZZz .
> ooy §$>n srzﬂf’ il 'Lm% RM @% AN e
Pyrim di nyI gr upp 1Ve ) g'tia briich! &b W&Pﬁm wie in Ans ruch. 3definiertem€ﬁ' oﬁioesﬁbs%fuierter 2,-' s
oder..4- Gi.nnol | Byoaytres? and i.noxal I nyl gruppe und 5’ einemtfanifgiledrigen = .

het eroar omati sc hs WefBinbhéhg nskarAngachn 8 WoRNIR 8if it fle inAinBgnck s AbmigRenRY ofthsubstitulerter Thie- -
CR13Gr uppe, aufgevstund Yaud. Thinyl . Furanyl, Pyrrolyl, Oxazolyi, Thlazolyl : . -

I'soxazel yl 20 | sot flvasbinkghg, nadhrﬂndmmﬂ Irwmrio etreind Ghenyl-, 3—dﬁybrpaerlyl- yder g-ehorplthaylgrﬁm:ta jst.

wobel der ffi nf giq. ¥etbindpeg teeb einarpdepAnspritshe!i bis R wagn a'rdleﬂarhm{ub;}eimm&rmrochalz-,

Ben- - zoi ri ng Hmdﬂn@remﬁmmmaﬂ(%mmﬂfomR“wbﬂn@supﬁeﬂdéﬂnleﬂ!st'
or t ho-subst i t ui ett Verbindung ach Anspruch 0, afsgewdhitausi t er en Substituenten -Y 't ragt

und sowohl RI al @ 2rfisebinicotinpfurerd-phegyls Bﬂb@mm&mraiﬁwm pdan§eleforgy nd: R die: R
Car boxygr ufpe - |nb)%P@P'°?ﬁﬁ?ﬁH§edd61"h‘ epy)somienrbazor o freionf E‘“’G"EF 'MPS | st, R3 -
H.oder ei.ne Cg- AREACEy pqYnss @ﬁ-(a-ﬂ'rfrwv'mzrﬂw?sm'nffe%m sgigformey 7

und Z' wie In An 10

T ot .p% EE 'zung nach Anspruch . -
3;- worin der het ¢ - N ﬁ o
i e e e SR D

2- Pyrrdyl- . )ﬁaﬂm rrmﬁrn
mt R - und-Y W ea)re e%rﬁﬂ&dﬁﬁ ,%@fe[,l n| ert. 5. Zusamrensetzung nach Anspruch
4;-worin:R._ausgewahlt 1st aus ridyl oder Thlenyi 'substitubirt mt -20..
R: und Y, wte I'n Anapruch 3 angageben, un@A&RH 1|st .B. Zusammenset zung
nach Anspriuch 5, 'vorln R3 éine Cl-Aikyigruppe ist, X Sauerstoff Ist, R10
ei'ne.ZZ1. subst twirk Ruad RIWIBH AHépHikAa dbmensﬁdhhudrb}mmung&renmnﬁem Aii kyl .
C-r A'Akoxty- oder CF3-Gruppe Ist. und Z° H  Chior, Fiuor, sine Methyl- oder
Met hoxygr uppe |st. 7. Zusar nmenset zung nn@lmmnspnuch 6, worn Rein mt we
I'n Anspruch 3 definiertemRl. ortho-substituler- 26 ter. 2-Pyrldyirest ist
und Y=# I'st. 8. Warly & west Ré aiiezio Ausprvale hdefinisthsiods hmsetzpadianscRiisendifelisynwinaaht, die Verbin-
Ans pr uch 34def i rﬂ"éﬂ"éﬁﬁ AarmebiA), warinsR| die Cerbenyigruppe igtyzu YPFP’GMQ?"&(&W&'& MarimR' Hﬂs%f-
-9:" Zusamenset z SIPERPPRIS BYAF Uh. 7, worin R0 si ne Phenyl -

3: Chl or phenyl ode‘f W’B‘B‘i‘“ﬁﬁé‘?\'ﬁ@"lﬁ)pe i st |

' ' R~ 'c =N —%I - E .'- ﬂHR‘o - (A‘)
n’ Y
80 worln R, R, R4 und R0 wie ln Anspmch 1 deﬂniert slnd mlt einerm Alkylhalogenid der Formel m
' R9Hal 'nju; |

_ _ worin R? wie in Anspruch 1 definiert ist und Hal Halogen lst oder einem reaktiven funktionelien Derivat der
- 88 Verbindung der Formel n S-alkyhert, um eine Verbindung der Formel (Az)
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so g 10 Zusammensekzung nach ei nem derAnsprfohe | bis 9, wormRI die:
Car'boxygruppe in freler Form oder in‘Saztzonn ist oder sine

COOCH( R11-1)-C(=0 - Cl Al ki gruppe, wori in Anspr

I 1. "Zusamrenset zung nach Anspruch 10, Eﬁr‘#é%@é%a si ne -Ve ﬂ'llﬁﬂﬂgllmuﬁlgﬂm. t.
aus a) 2-Acetyinlcotinslure. 4phenyl semi carbazon In frenmer Sfuréfot mbddr

Sal zform b) 2-Acetyinicotinsaure-4-(3-chl rg:)henyl )sem carbazon in freler-
Form oder 1n Sakzfom, 35 ... o
2- Acet yini cot i nsi ure-4-(3- fI Lﬁ)r pll'us"n% )s}ém%a'r U&zon I n(n‘oel er Form odor In "~
sat zform d) R
But yr Ayi oxf/met hI y-2-acetyl nl.cotl| nat4- (43f| uorphenyl ) sem car bazon, e)

But-yryi-oxyret hylzugrbﬁﬁfsjtv)éhﬁ‘h%té‘r@t drboieGiA % cear bazon. 12.
ung

Veri ahren zur mﬁ\bﬁg&&&{@r dg,},@gm @drbi

dEf ' nl ert due1 Hgﬁm’elnqﬁhwlmﬂaﬂ& annehmbéhbs VierdifinuM| er For mal

)l ameéras%uﬁm e

14, VeiahreT Zir BeRaMpIing von Unkraat, untassernd das Autbtingdn elnarRbeblidid Mrksam Méth S

und R wie i neimavabmmg ber@Fiel (ARjeima bifiéin défAhspAicieer bisViak bmbmﬂeﬂt Fonnel :
45 H N-NR2R4 11, worin R2 und R4 wie in Anspruch | definiert sind, unsetzt. - -
und anschii sl eanﬁanimuélﬁfard(dmius;tadt eAter bi n- dungen der Foirnel (A,
worin Rl die Carboxyl gruppe |et, zu Verbindungen (A) verestert, worln-R -~
SI nwar- 150 : 1qunlmnajtzummfisende!méfﬁrbtnyumﬂwd’mfdmhdung der Fornel . -

~~~~~~~~~~~ 3..~~~~~~~~~~~~~~~~~~~~~~~~~~~ 6S R

_Cs N | "2108R R~C=H-N gt \H ol R R?28 . -
EP 0 219451 Bi AF T "¢ worln ()RI undeOvmein-"
Anspréfh Imdefl inl ert si nd. mt | nem A kyl hal ogeni d der Formel I'I'l NaRH .
I(ljl I'ne WOLbrA. %@ijﬂ IJ?I o ogg'fe o'h m&ro%%chgpﬁnﬁusggﬁhﬂ%%n 'Sg
oder -elnemre .ﬂp \?d K “?An@ ung

_ -N'

; n iﬁan ’egen Bﬁl_:zolrhglkon(d jert
" . {A2) RB R14 zu
und RO W e I n Anspr uch | definbert shnd.

P ;,g‘aﬁ@owsrﬁgmmgh ﬁgpenﬁd pour les Etats S
contractants: B ,einﬁﬂfdn%dﬂﬁhet%roﬂaa-ﬁschbﬁ Ring, tbr ritlelnem 8dMmer RiBg.chionle@n dﬁweﬁaﬁﬁa

der Fonnal [l

de f ar. nul.e . ( A) : ausgewdhit sus-Thienyl, Furanyl, Pynolyl, Oxazolyl, Thiazolyl, lsoxazolyl, Isothlazolyl, Imidazoly! oder = .
Pyrazolyl gebunden ist ; wobei der finfglledrige heteroaromahsche Rlng an setner [b]-Seite an einen Ben-_'-l .

30 ' zolring kondensiertsein kann; - .-
: wobel die Gruppe Rmit der Gruppe R in. ortho-StelIung substltulert lst und zusﬁtzlich einen welteren Sub-

T “stituenten Y tréigt und sowohl R’ als auch Y an ein’ ngkohlenstoffatom gebunden sind ; R’ die Carboxy- - :
\/ N .. gruppe-in frefer Form, Salzform oder Esterform ader die Gruppe 'CO-SR® otier CO-NR7R® ist, Y-H, eine.

 Cyg-Alkyl-, 01.5-Ha|ogenalkyl- Cy_g-Alkoxy=, C,_sHalogenalkoxy-. Cz_g-Alkenonxy- Ca.g-Halogenalkeny- -~ '

3 foxy-, Co.s-Alkynyloxy-, Phenyl-, Phenoxy- Cy.-g-Alkylthio-, OH-Gruppe. Halogen, eine Nitro- oder Cyano- _

- gruppe ist ; :
R2die Gruppe —C(-NR"’)-SR9 oder —C(-X)-NHR‘° ist, R3 R4, R" und R® jewells unabhangig Wasserstoff g

oder eine C,_g-Alkyigruppe ist ; R® und R?® jewells unabhéngig eine C1_a-AIkylgruppe Ist, R1? eine der Gruppen

.zl.; } | "v“. ‘Q 3" “E-;'
% B (G-'l) o (G-Z) , (6-3) oder (6-4)

ist, W, W’ und W" Jeweils unabhéngig N .oder CH Ist, Q, Sauerstoff, Schwefel oder NH ist, X Sauerstoff oder
Schwefel ist, Z, Z! und 22 jeweils unabhdinglg elne der fir Y angegebenen - aber unabhiingig davon - Bedeu-
o s0  tungen hat, mit dem Vorbehalt, da® dann, wenn R eine in ottho-Stellung mit der Carboxygruppe in freier Form
' oder in Salzform oder mit einer 01_4-Alkoxycarbonylgruppe monosubstituierte Phenylgruppe ist, daR dann R?
eine Cy_g-Alkylgruppe ist. :
_ 2. Zusammensetzung nach Anspruch 1  worin R elne 2-000H-Phenyl— oder 2-COOR&Phenyigruppe ist
wobei die Phenylgruppe mit Y substituiert. ist, R? eine Gruppe ~C(=X)-NHR™, R? eine C,_s-Alkyigruppe ist, R*
86  Hodereine C, s-Alkylgruppe ist, RS eine C,_S-Alkyl- C..s-Halogenalkyl-, C,o-Alkoxyalkyl- oder ~CH(-R11)-O- -
C(=0)-C,.g-Alkylgruppe ist, R1° eine Phanyl— oder Pyridylgruppe ist, wobei die Gruppen mitZ und Z* substituiert
sind, R H oder eine C1_5-Alkylgruppe ist, X O oder S Ist, Y und Zjeweils unabhéingig H, Halogen, eine Cy_s
- Alkyl=, Cy_g-AlkOXY-, GFa- Phenyl-, Phenoxy- Nitro- Cyano- oder Hydroxygruppe ist und Z1 H, Halogen, eine’



¥ R3 R4 26 .. dans Iaquelle RS|gnf|fe ph6n
un cycle h6teroarorratfque chofsl pannl |s cycles a) pyr “Mmﬂmﬂm‘ﬁm
condense par son cQ6 b ou [c] avec ungpndgasbg-nanl que,

2-pyridyi - N-oxyde ou 2-pyrazf nyl - Nl - oxyde, c) pyrinkdinyle,

d) pyra2|nyle " ' o
ou: B cumoral LB T R S a""asae' gt oo
parl.' undoses at ogyemecksRdAdD B&; ld af WhfeH{B]- Stidr BESMPR{ dimen Benzolring kondahaérwemmaﬁnm o
l-es.-cycl-es- thi dnm|2ﬂ>yr|éy|JN.aﬂmUdeez.Pﬁﬂﬁym1§dxﬂ, ~oxazolyle,:thilazolyle, o

1 soxazolyl & i sos)einergtiyidiaylgruppe, dazol yl e- et. pyrazolyle, ledft cycle

h6t6roaronat|qued)Ain&Rylmhmme.pouvant At e condense per son cote. [bi avec u'n

cyel e benz6ni | qu:;einbmud&wmmnpyl-oﬂemhimxdnwiddpuﬁurﬂn orl.-ho par |e groupe R

et. porte on pl ush eiremHinfgliedrigembstsraesaatischen Ringsded el mindm shiner Ring-C-Atome an die CRs.Gmppe,{_ L
substibtants R usgewaldt ausThlembFurspyl, Rymolyl: @xagolyl.cThiszeltldsrxazdlyl, ispibiazolyl,-lmigazolyl oder - -

Rl signifi® un divsply oekundemis): wobsidderBfglindriop hatesoaramntiache Bingran agingribl-Selte 2p ainendies-
fworm d'ester d?'"g f’?“P‘é'*F%" Phupe CO- SRO ou CO- NR7R8: Y SI mfle H '

al kyl'e an G CO., 'R%’P(IB'U °CG§ :%': bﬁh"emsthw o ppe‘n' g
e 3:%“ Wl gﬂawog%m

signifle Ie gro a = ’ derh s 13
ge ausPyn Vi,

et- R8-signifl g - ﬂaaﬁﬁgﬂ m¥§g'ﬁy' hﬁtﬁl 'E Anspruch

synbol s Rs. et 3 | | e pen a al e en: SI gnl H o

II-

des- groupes - g, Zuﬁﬂmensetzung nach Anspruchi4; Wirin R ausgewéhlt ist aus F‘yndyl odeF ThidnyT; squtilt.‘iert mit

55(CG) , » R'und(YGWB)nAnspruch3angegeba§1 ReHist,  ou . (5-4) chaque’synb

W W et r signld zeanmeRpeigasehmnspnih Wl Re ohe C5 -ARjIrmDe lot, REKGAIMELIF® eine 227

soufre ou NH, sitBtituierteFhEIVRIMPpIEEIH, Halogen, eine C,_s-Alkyl-, 01_5-Alk6xy>$cﬁi'@}ldﬂpﬁal tuﬁd@gmﬂbr
ou.. | ei . soufr eFluerteinp Metigd oty Methdxygdippatist.. Z - a .i ndependar nnent | ' une des .

si gni fi catons soZisah@ensetpingnact Ansnaich 8, wolkGid einoiiwie inhaspiiich 2 definlertmR oetheisubbtinier:

qua .l or squd¥ Rtes2-fyridyirest isiwachy Héstnono-.substitue en.ortho par:Is groupe

car boxy sous f orfygusammensetzyng sactAnapnigh 6. worim elnimiwie incnsrsiieh § definigrery R @ctp;esubstimter- S

al coxycar bony g THepvirgst igtund Ko ik, lfIS al ors_al kﬁl e on Cl.-Ca. 2. Un conpos6 ~ -
de la'r evendb tgré‘f?a mef&a'ﬁla'smeﬁ' FP“R“§1 w Rieging "?j‘V’oﬁﬁb@l‘Wﬁﬁﬂlﬁ?F@Y’ewpm

2- COCRGph6 n Je ueI 6n ; bstltu6 arY ‘R2sSi |fle un
: R8 SI gn ¥
& br’o Ty % "“"’- -

he1 SVI' ftfq?CapEe . ﬂ;nﬁt::ctlar-
-pyrldyle Iésqui §

)i ene erbl laug o
o z 15| Me H
_ ﬁ )éé &h F s gn .
ou alkyie gn G - ln?doﬂi%ﬁ;fré-@-(é}lu y)st i@é}b‘ﬁmﬁ}( QI &‘Jeri s§ o
| ndependam're nt H) Butyryloxymeﬂ'dy-z-acetylnIcotinat-4-(3-ﬂuorphenyl)semicarbazon, , '
. @) Butyryloxymethyl-z-aeetylnicotmat-4-(3-chIorphenyl)semlcarbazon

. . 12. Verfahren zur Herstellung einer Verbindung der Formel (A), wie in Anspruch 1 definiert, das umfadt, .
N~ daR man . _ .
40 ~ a)eine Verbmdung der Formel |
| R-C(-O)-R3 L

. .worin R und R’ wie in Anspruch 1 deﬂniert sind mlt einer Verb“lndung der Formel It
HzN-NR?R# .
worin R2 und R4 wie.in Anspruch 1 deﬂmert smd umsetzt und ansch!ielsend falls erwlinscht, die Veerbin-
- dungender Formel (A), worin R’ die Carboxylgruppe ist, zu Verbmdungen (A) verestert, worin R’ eine Car-

6  boxylestergruppe ist, oder
. b) eine Verbindung der Formel A,

85 - T R -
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un aI":ogbne “al'kyle on G -C&. alcoxy en Cl-C5, CF3, ph6nyIM

nist-f 0, -cyano. ou hydroxy et Z' si gni fi-e-H, un halogene, alkyl m \\\ “
eqlrel

at-coxy  en 9. -C5, tout groups carboXy dans R etant sous for
sous fornme dun sel. 3. Un conpose de BRPHBIERAE cation: 1, da & |
st-gnt-fi-e~un cyel e het 6roaronati que cholel. parm |es 15 cycl es *a) pyri dyI Q=
qui- pout etre cowalie ReB?, ﬁamdwrwm:ioAﬁsp{ublH definipredindamit einaamAliihalogenbialerforme e, b) C
2-pyrtdyl -N-oxyde ou 2-pyrazinyl-N-oxyde, c) pyrinmdinyte, d) pyrazinyle, .-
o\J 20 o) 3- u4C|nno||ner ou2quInB3l'HlIWer ‘et 1) un cycle _ o
hét dr oar omat qusmlpﬁh\%t igﬁpﬂfcggd E'I”é’é‘“‘?H?'g‘ seezist,torrgs de %‘9%3*%%pglg%mmatder] .
ad-groups-€ -, c
oxazol yl'e, th| a7 ffrjindung depkamel fil -alk '%Wﬂ'f‘%‘ﬁfgqgﬂ“ég%m olyle et
pyrazolyl.e; ledit: cycl e heteroar omatl que a 5 chai nons pouvant etre condense,.'.:.-..us.7-...
par -son oats M avec. un cycle benzhni que; -k .t lequel groupe R est
substltu6 ortho par I's groups-Rl et portle '&tml us (N autre substituant: . - -
‘l'es deux substnuants R et Y &treh #ixb 4 in atote de carbons du S
cycle ‘RI™sighifle -un groupe carbogy souk for ne libfe ou sous forms d'un”~ 7
sel ou 91gnifie I's groups COORP; R3s8nifle Hou akylie en*Cl-C5, et - R2t R4, =
R:, RO..R 1, Xzu¥mhéesndworih RNRYE RY; Reshd ROGHE iR AnsPhidh 1 @sfRiBeiéient f on so - 4. Un
corrpQ,e ‘dossl a revendl ocatl on 3, dans |equel |s cycle hbteroaromatique R est -
chol siparm-t ee_cycles pyridyi€, quinolyle, 1-pyridyl-Noxyde, . )
pyr| m dI nyl e, nayﬂam:atlyne thi enyl e etfur yl e, eubetitues par R etYt oI S quo
-i- - seP~cifles Ala revendication 3. 5. Un conpose de |la
r evendl cation Mvemyommsesmmtcoammm pBEGH, DB FBWE) IBLIc LY, e&wss
substhbsW par R StY teW quo s eC| | 6sa A la revendlcation 3 et R4
signifle H 36 1 L°5°B‘“P°8PF‘39 Yde 1a revendicatton 5, dans ielust R
signlfle alkyle .en C1-C5,- X sign. ffl oxygano, RO signi- fie
phenyl esubstitu6 parZ L. L s%gnlcf ré‘ HY wm*hal ogeno, g)kyle en C, "'Cg
al ooxy en & Cr ou CF3 etZ slgnlflm-'H chhoro, fluoro, nethyle ou met hoxy :
7. Un corrpose de la. revend| catl'on 6, dans leque! Rsignifle 2-pyridyle _
substitu6 en r{styauﬂg ;. tel. que: sp60| fie Ala revendication 3 et Y : S
si-gni-f-e- H - 40" g gign nmes@ﬁmmﬁeo@l&Ayaemef&m#aﬁamm&ma&%&equel Rooo e
si-gni.fe.t.hi nyl sy sinyid dui et &1 cBHiabAMB pBrabn &3ts thilou (Y &Ves i uyci@bdnzéhidud, - -+ - -
r-evendl.cat ggon Bwﬁ.p dﬂJweloazlﬂymam.mxg@[npose de | a revendi cat bon 7 dane;'-»-
| equel R0 si gnic) pyamplgray | t .- 3- chlor ophi nyle au 3-fl uor ophfnyle. 1O Un
coeros«-set on "I unippymzingieonque "des rovendi catl ons’ | a9, dans |l equei = iR
R:si- é*ﬂflo UR- g@&m%anomoxmmtfl bre ou.sous forms=d'un eel ou -
si:gnifle un. gr owp@c@@mé@ﬂemﬁqcbi?(chﬁyoraﬂxémydl'enme@msdeﬁbmdmdewwwm .
quo-.speci.f#¥0 A |choisi arsHies eyales hidnys, furannyle pyrioie lylgethipzolylecipexaziivien ispthipzoly®, imi- ... ...
choi si- parni. - dggolyjest Wﬁ?ﬁ'@!‘ﬁ- @é)‘ﬁed‘éﬁé@a‘}?@ﬁf@“‘éj 59’&&#"@;@0?@&*@@9 ganeiensé par gercdes (bl -
sous fornms |i br @RRyNEYARD »d'-un :
4-'(3-cht or othnQ%GPWE% 8 ‘?19«?“!“’%?& f%@ﬂ ﬁ?@'ﬂﬁ‘l“rﬁ“ﬂi{%‘b@&\ﬁgtﬁ'ﬁmﬂ”‘

LO/ S SUr'u t
o Facded St mﬁm oorn i o e e o S R e o e
4- (3-f 1 uorophtn ,)fg,ﬁié mfbe?zc%‘e ridaiieh Jeg.%\cswanrﬁ&g hQGa!a:xy on.C(Cy, alcényloxy en -
en

but yryl oxymet gykep ¥ C4-Cs, OH, un helogane,
2-acfyinicoti %&@u Ut yryl oxyrt%yse % Un proce e pr6p‘ar°ét (;JP] ?:Ioguﬁe

conpos6 degf or mpe a:g.(.dé)ne &rbupe dé@ﬁnq SRl ol m(eodmat dnBdlie lymuawns G812 Gighifle indépen-
a) | a-react | OBannerdtThedrsBiRAER altge 60T, 104 | éhaﬁue symbole R® et R® signifie indépendamment alkyle en C4-C,
" R®sgignifie I'un des groupes o .

.'.' 1 | | | . :
80 : "l .H L H . .
s kS B e € ¥
| | - (s-n”,- . '(fs-é)‘. S (6-3) ou  (G-4)

chaque symbole W, W' et W" slgniﬂe mdépendamment N ou CH S
Q slgmﬂe I'oxygéne, le soufre ou NH, _ :



R—C( 0) Rs 130 . Eo 0219 451 BI RN TTT1111
11121111 ‘ob R et R3 sont tels quo.d6fini s A 1 a revendic n““‘“l i\‘\ t“\
conpose de formule 11 "H2ZNNR2R4 11 * -a S ob R2 et &m

déflnis a 18 revendication 1 sul vl e, Eﬂo'dﬁﬁ@‘tﬂvsare de 1* est 6rificat i on

des.. corrpofse . ‘de fornule (A) 0Q R “signifie un groupe -~ =

car boxy ‘en. conppgf,ﬁﬂeﬁégygg,g)wgso@,l,gmfle un groupe carboxy-estor, ou . - -

b) l'a SoldsbyhibbioB, 21 otif ataspRGeimibat s au bigninkhtiodepBoifieBs poue, ohdis Indépendante
N: . NHRLO deY(A) '4 a 1506b'R R, R4 ot RIO sont tels quo definisa Ala =~
rovndu cat| on layecda conditioh dnalomgsmmsianm phérylplnenaleubbirénan| oghd er leldedupe ¢drijoxy sous forme. o

20 ~ob RO @t tibrblou spwefoand d'unlsel ca prram@rodpecaldokysarbdnyleen Slaf., BY signifis plors atkyle en C+-C. -

hsl o gone, ou Un 2iBnéanposdsietrewndication ledroipquetialunifie urgipupe CREHMPRINYA Pe2-CPPRE-phE- <

pour obt enir mvle.dmmmwe@bénvlepwbeﬂh(émﬂw Risignifie un groupe~-C(=X)-NHR19, R signifie alkylgen Cs-Cs, -

CoNe-N; -+ C: - NiR) signifie H ou alkyle en( Rignifie alkyle q‘!&"'&@“ﬂ”“ﬂ@ °"|§4'C°'I%'5°’fya'ﬁ' e %Zfﬁw"""”""l'
tels quo def i mPHERINCEO el o 1°9r3‘°ls'9“'ﬁe glnyle ou pyfidyl elg gwgi?lﬁ .
her-bi-ci-de; "’cor?b?'e'f‘n’éﬂ?“‘fl?r'i“l‘,‘ §'é°1cﬁir’6 °“SF ﬂ“ﬁsy'{]?&se stZe pgng rr:m'entfli-l;
revsn- .dicat |"BH§°Q°"‘7A3$31°@1°§57 giﬂ. fo :lg"' .
14 ~Un .pr.ochdéh s rt‘{i ies (s '?WBa'ﬁ‘B‘M% F’B‘épecar %"Srrpr Storme. g
sppl | oat on
b e i gy sl Ry oG R ot
quol-conque. des & bird Lﬁﬁ%lﬂgt?e dona%néélparsoﬁﬁmé BFMRE]Q{I&%E bfiabedibuel ' Et at o
contractant AT. 2+p ﬁ.e,,ﬁ.mygé,d conprenant un oonpos6 de
formul (A); 40 c)pynmidlnyle. "I R- 7wSN - B2

(A) dans’ | aquel | & pf@zinyle, . R si.gni f phenyl e ou naphtyle ou un cycle N
het ekoar orrmthuee)skwsﬁmnmmsbut-ﬁﬁnoigmylea a) pyridylb qui. pout Atre condensG-

par son cM 6 [ b]f@itydielétéroacmatiqued chatmoling fmnlundeses biomes deyarbehpidu tycloay groupe GR*-, - |

2- pyr azi nyI NI - oohyigiepanmii Jes pycles fiddyie urannyiel pymojies exargiies thisgalyle, isoxazolyle, dsothizgolyle, imi-

4-cinnolinyl e owda2olyestmyrazelyler edibcygle hatgroarematiqusi a5 dhelnasis peuvent Biee coofleséparsson coté [bl__.' '_

ohat.ans fix6 paraveesneyde baszéniguehes. de car bone du cycl e au groups CR23 o
a8 plua R'&?@P qutltuant Y, Ies deux .

chol si- par#i- | edequpkgrauge BHF‘lsH’W‘@é °‘T ‘W‘&H‘H’% goup

thi azol oe,_ | soxasz‘B?; E*SR"§316F?P%T ‘g “?’gdel‘: Qét'. y

CyCI e h6t 6roaron§31§!g Hou IeFanéz m ﬁgﬂ'ﬁ ggj ues are en I.ation .
” o 4 Un composé de la revendication 3 dans quuel fe cycle héhéroaromathue R est choisi parmi Ies cycles

e spéciﬂés 4 la revendication 3.

et Y tels que spécifiés & la revendicatlon 3 et R4 signiﬂe H.

" pyridyle, quinolyle, 2-pyridyl-N-oxyde. pyrimldlnyle, pynazinyie. thlényle etfuryle, substltués par R' ethels que ) .

- 6. Un composé dela revendlcation 4, dans |equel R est cho:si pam'n pyridyle et thiényle, subsﬂtués par R"f

' .85 . 6.Uncomposé de la revendlcatton 5, dans quuel Ra slgnlﬂa ':'«.\i'kyle en c,-c,, x slgnif'e I'o; xygéne, R’“ signi-

" fiephényle substitué parZ, 21, Z. slgnifie H, un halogene. alkyle en C,-Cg, alcoxy en C;-C5 ou CFz et Z1 slgnlﬂe
" H, chioro, fiuoro, néthyle ou méthoxy.

Sl : 7.-Un composé de la revendication 6, dans lequel R slgnifle 2-pyridyle subsﬁtué en ortho par R’ tel que

SRR ~ spécifié & la revendication 3 et Y slgmf‘ e H.

o .40 8. Un composé. de la revendication 6, dans lequel R s:gmf'e thiényle substitué en ortho par R’ tel que spé-
- cifié &la revendication 3 et Y signifie H. '

9. Un composé de la revendication 7, dans lequel R signifie phényle, 3-chlorophényle ou 3-fluorophényle, .
-10.Un composé seion I'une queloonque desrevendications 1 9, dans lequel R’ signifieun groupe carboxy

. sous forme libre ou sous forme d’un sel ou signifie un groupe COO-CH(R1 1)-0-C(=0)-alkyle en C-Cs, oli R
46  esttsl que spéciflé a larevendication2.. = | _ _ 5.
11. Un composé de la revendication 10 choxsn parml . '
-a) la 4-phénylsemicarbazone de I'acide 2—acétyln|cot1mque sous forme libre ou sous forme d'un sel,
b)la 4-(3-chlorophényl)semicarbazone de I'aclde 2-acéty|mcotinique sous forme libre ou sous forme d
S sel, .
50 c)la 4-(3-ﬂuorophényl)-semlcarbazone de T acide z-acélylnicotmique sous forme libre ou sous forme d'un
: sel,
d)la 4—(3-ﬂuorophény!)-semiearbazone du 2—acétylmcotlnate de butyryloxyméthyle,
e)la 4-(3-chlorophényl)-semicarbazone du 2-acétylnicotinate de butyryloxyméthyle.
12. Un procédé de préparatlon d'un composé de formule (A) 'spécifié A la revendication 1, qui oomprend .
85 -a) la réaction d’'un oomposé de formule | :

R-C(=0)-R= ' I 
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avec un cycl e benzi ni que . 66 quuel groups R set substltu6 en ortho par

.. groups Rl et porte en plus un autre substituant Y, |les deux

Ret 'Y etant flx6s'sur un atome de carbone.du cycle, R si gnrfrlmrlwl(“mfm"l"
carboxy. sous forns.|ibre, sous forme §PAR1%EN By sous forms deste

srgnrfle I's” groups CO- SRO ou CO- NRTRO, 31 . . -

e " ol R et R® sont tels que définis & la revendication 1, avecufroomposéﬁefonnulﬂa EPO 219_- L
45‘1_81“'" I |f|||j 111111 LrrJr 1111111

R e e e e V'Y si gnHEN-NE2RY flal kyl e en CLC5, hal oal kyl e
en'Cs-Cs, al coxy -en Cl-Cs, hal oal coxy en C-Ca,: al cenylorqg on C2-

hai oat-cenyd oxy @HRetRS sopt 9F@R'§Q'BFPVQM1°E§B“1|9H‘€Pr 1°@'°dﬁﬂ'l°rf’0k ﬂ%ﬂldﬁﬁ%‘i’%ﬁés
Cl-=~Ga; -OH,--un h&?fﬁ‘g@r‘!’e“‘)?\'ﬁ F‘%“'fM“GS?aW'bP&’ o8 efpRe 4séA)I°E'Rg?’ &n groyReqRIbpaReter,
ou -¢(= X) NHRI O°“cha ol eo%s 7 et R8 signifle indépen- 5 - - .-
danment” hydnng%s@ t|°|1§f"é°°&'? floformileque symbol e R6-et RO signifte "
Independarrr,rent alkyle en C1-C8, RO sr gnrfre ‘Pun des groupes 10 (6-3) .. - -
(64). . K>~~1 cheque synbol oWV\YNetV\O si.gni'flg e I'ndépendammment N ou CH, Ql
srgnrfle | ' oxygene, to soufr ou NH, X st an@H goxygone. ou | e soufre,. .
chaque synbols Z, Z et Z2 a oﬁhe nﬂg e des #ghm:atrons Sp600ftea
pour Y. mai p |ndapsndant de Y,R"avec Ra dondiion que |loreque R signfe . - -
pheRyle maso-susbtitué * > - .z20 .en. ortho par |e groups. carboxy sous .= . .
forns [ibre ou sma,wfmrennwdommssﬁdmprarevummgmumemmmymremeesmem o
Cr-C4, R3 srgnrfrs al ons al kye on C1-C8. 2. Uns conposition selon 16 L ~
revendi’ catl'on 1, dansl'aquel'l e R signifed®s ddoupe 2- COOH phhnyl e ou 2-7" = "™
bttt COR- phnyl-equel groupe -phenyl e est substitu6 par.Y, R2 signitMe un .. -
grouRs, = C@ X) - NPIRB® eskiel que gefini 3 la reyendicetiond et tal sionte jopéng au uRy dgiyé Jangtipnae! egctit

G - C5, - R8. s7gnf F‘#@cﬂﬂm@f@'ﬁ‘“@mE!S“‘?‘ﬁi‘FGMWPi“éFP e®® al coxy-akyte .. 26°

en Cz- COou CH(-R11)-O- (=O-alkyle en C -C8,” R10 signifle phenyle ou . =':_
pyrtdyl ‘e, | esquel.s .groupes’ sont subs: -ttue gparZ-etZl, R11 signifle Hou=:o" ...
al kyl e en C1- C60" X ulgnifle 0 gu S cha ue%g 6s Y etngnrfe | ndépen-. .-
dament H®un hat ogene, al kyl eRent Cc Nos N alcct))w en C{&) Cr3, phényle,
phenoxy, nitro, cyano ou hydroxy R?Z' sméntfe H, un hal ogAne, al kyle en- .
CLi-C5 ou aicoxy en Cl-Cr, tout. groupe carboxy: ‘dans R 6tantsous forne I|bre 3

ou sous forns doﬁlﬁ RS, Rsf%@moso |3U6@déﬁmﬂ$év5ﬁ&ghoﬁq1 on l.a revendicatton-1, - . =
dana’ | aquej i e Ry Ugdtombbuitkifhess ar mrcaﬁwsswpm)sawaﬁémerk@eumkm. o
_..a)_pyrldyl edidaﬂdmpauia@ﬁmamadsﬁﬂﬁemﬁcmﬁa cote [bJ ou’[c] avec un cycle. .. -
benzem que, b) 24 pyiibrodsts-pblir@uiiihéiredes nihupyses Aérbis] qﬂmﬁwﬁd&pmmﬂoﬁyﬁrmdlldﬁybemls-= S

35" \/ 'd).pyuancsidiupé: quantity effbaceds pdinciervadiierbinjdeauo vordposg derfaraalb (A) pélan e du)slcmque_"'f
cycre -6t 61 pmmddtqerbns1€1t:hat nons flxb par Pun de ses atones de carbons -+
du cycle &u %rfg CR3, chotsl -parm. lee cycl es thilnyle, furannyle,

pyrrol I ye, o O!“VF%"’“{‘ HP'&'z'cﬁWI“e“"’?"s‘Waﬂr yle, Isothiazolyle, lim-.

T . 1. Une composition herblctde comprenant un composé de formule (A)

L\_/ i _ . | . .
o R. f'_h'?'az (A)
' . R“ '
: dans Iaquelle '
45 R signifie phényle ou naphtyle ou un cycle hétéroaromatique chonsr panni les cycles

.- @) pyridyle qui peut &tre condensé par son ¢bté {b} ou [c] avec un cycle benzénique,
b) 2-pyridyl-N-oxyde ou 2-pyrazinyl-N‘-oxyde.
¢) pyrimidinyle, - _
d) pyrazinyle, -
80 e)3-ou 4-cinnollnyla ou 2-quinoxa|inyle et ' :
f) un cycle hétéroaromatique & 5 chainons fiké par I'un de ses atomes de carbone du cycle au groupe CR%
choisi parmi les cycles thlényle. furannyle. pyrrolyle, oxazolyle, thiazolyle, isoxazolyle, isothiazolyle, imi-
- dazolyle et pyrazolyle, ledit cycle hétéroaromathue as chafnons pouvant &tre condensé par son cbté [b)
o avec un cycle benzénique. o )
56 fequel groupe R est substitué en ortho par le groupe R’ et porte en plus un autre substituant Y, les deux
substituant R’ et Y étant fixés sur un atome de carbone du oycle,
R’ signifie un groupe carboxy sous forme llbre, sous forme d'un sel ou sous forme d'ester ou signifie le
groupe CO-SR® ou CO-NR"R‘
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da”zol yI e et pyrazol yI e; ledit cyde hbt6r0arorrat|que a 5 chatnons pouvant

et-fe. condens6 par son cot [b] 40 . ‘.avec un .cycl e benzinque; |equel
giroupe R est-bstbtu6 en ortho par IS groups ‘R et porte en |Mﬂlml"slmltmm”“|
substituant Y, |ea deux *ubstituants RgpatYoi®itfi x6s sur.

dei-carbone du cycle; R signifie un groups carboxy sous fornk I9bfe 8u 3ous

fO”“m d‘ un’ ee' Gl iR dn, &L PRIy I Bﬁo A1, Darbhiily 84 KV Cabiytonyon
--C6;- Bzﬁ %4«1 o'%& { 1'-_ Hnylolgaen :E,) éréaffg%l ﬁﬁé@}@f@huﬁ Igg%ﬁe,

A-la- revendl cam-an. ogancd. Une’ corrpOSItlon se on Is revendl catlon 3, "dans-
l.agel L.e.le cycl emﬁﬁrﬁrewmam@umoj%m% ~C{EX)-HRD GHall shfioleRBRERT oPBsighliié Mdépen- -
qui noyl s, - 25 pydseyrsntiaytyudene ob Mikyieenl. 04 | ehaquayyratibieRF bER® sighifiedntsbendsrbmahtaliiiean c,-c,. -
substit ues par RR’%@nMeItmtdeegmmespedl fias Ala revendication.3. 5 Une. . .0 ...
corrpOSI tion selon'ia revendication 4, dans I aqusl | e Rest choi si
parnl™ pyridyl'e etthi 6n¥l e, substltues so  par R et Y tes que spbci~s a Ia v

revendi cati.on .3 et R4 s e H 6. \Con‘pOSI I a r evendi cat I on.:
5,..dans | adtel | e R3 &iTy aIkyIE H@@ RO . .
si gni fl e phényl e subsit de par 7, Zi "l\/ZH'él gnl fI hal oge % lyle en .
Cl-C alcoxy en G- c#ou CF3 et Z' 5|gn|f|e H, chloro fl uoro, fihyl e ou

rTEt hoxy. 7. Una conposi t{s;n)spl on | a{g&@)epdi cat | or(ﬁ.j;), dans Ian@Ja!I)e R Si gn _
""" ?\-_pyddyl substftu6 on ortho par R 56..-tol quo specdif Ala

revendl catii 0n3 selon la revendl cation”
6, -dans. Iaquel‘f ‘gﬁig]ﬁ ‘ggj‘?;?r'nu%g ¥ gmoé\'p%l?tho parR tel Que A
speei-f i6-A-l-a rey Ps JeRTT B 'cﬁﬁﬁh; Qyﬁ'lb&lk Z.QZ' el2Q I&@ﬂﬂ@ﬁﬁtﬁdﬂﬂ'ﬂn§@sgﬁnﬁﬁﬁms o
revendi cat | on?spadﬁeapduaﬂms idepords by, Bved RaNIRN qd 16rdue RURIAAS ¥heRyl@Hono-susbtitu " -
3-fl80/. 32  enchihdpar bQrokbelodrioxy sous forme libre ou boub fokrhd d'tin skl dulpddun gl'ohb&dlcokﬁealb&nwe en’.
rophknyl s. 10. c,m}mwmoabrdanylﬁaimm,.l une quel-conque des revendicatlons .1 .

9, dane'| aquel | e2 nesbigpuskioreselon larevengication 1, derandaypely RSiigolie hmgmm 2I-cbdm-ephénjmm 2=
f'orime” d* Un 'sel CoQRSphénylef Ibquel. gloupe phénPe GOMIEINGERIa) Y,0R2 Slgnife) ungrdulie/+C(eX)-NBRESR® signifie

ob_R' est tel dakvieespeti Rt donilie Hau alkyleendl6a RP signifie alkPe en Ci-Cy, halballyle difi-Cs, alcoxy-alkyle. .
COmposi ti odss 4N Sha-Chiorpu - BRHERT BQEPbalkyleen EofeREianiie phinvie onpidile, lstnybls groynes sant syls-.

|'d "4 PRl Y1 s ortitués parZehe', B sipnified] qualkple smGt I%?'Wlelorﬂ"(ﬁ.@agtm symbal Yot slanifie indépen-.

sous . forns dudﬁ‘"‘é@!‘t H, 4y halogane, allyie a0 GyiCs oGS G PRATYIS - RBSRARY: itrg, Qyene ou hydroxy
2-aceryi nl oot | K qiADine typo hf'eeﬁ;% Byl Py OLRUTHRY 911Gl 1 grpupe gatpaxy s R gtant sous forme ©

hé Qs forme
ffé?ef ot gpn T oot oo eI oy Bk '”'%%MWM@M‘S‘

iesc ¢l
ckt.ylni. feis) 4 5}1@ e
ht or Oph6ny r}’% le(zgi ;‘%tefrgko(?lé éﬁ?%n té‘ilﬁloJI@z?Vﬁ%lfncytaeeb%lz %/?oxym)t hyle
12 n procéde d 09? lé‘t'on de formule (A) spécMI6 ala -~ 7.
revendI I 'catgi on 1d),gghnﬁé)rrprend a) Ia r6act|on & un conpos6 de formula |

R-C(=O)=R3 | coeys- eﬁ¢8&,oﬁ@moutze|hﬁo,@medef inis Ala revendlication-1, avec
un. co npose. de f of) ohityele hétéroaromatiqued 5 chatnons fixé par I'un de ses atomes de carbone du cycle au groupe CR?,
H2N-NR2R4:-- DI -obecHeii gemifdé cpaestthibryieSturniylerifyfrblfie, Dxsbiyis, thisemiaibaxatolydlisothiazolyle, imk-
1, sulvbe,. si on Heeoll6sfpsrazalde Jlédisfdedéistoonmatinge &5 chabempotiantaoe cuniensé for sannof@ib]
si-gnf.f| e umMe gr oupescumeysiognzéniqueonposes (A) 0O R signefis un groupe
C ar boxy est er, lequel groupe R est substitué en artho par le groupe R’ et porte en pius un autre substituant Y, les deux

o . substituants R" et Y étant fixés sur.un atome de.carbone du.cycle; o

R’ signifie un groupe carboxy sous forme libre ou sous forme d'un sel ou sIgnIﬁe le groupe COORS ;
_ RS signifie H ou alkyle en C-C5, et
48 RERLR5RW, RMLX,Y,ZetZ! sont tels que spéciﬁés .’a la revendication 2.
" 4. Une composition selon ia revendication.3, dans lagelle le cycle hétéroaromauque R est choisi parm. Ies
cycles pyridyle, quinolyle, z-pyrIdyI-N-o:qrde. pyrImidIner, pyrazinyle, thidnyle et furer, subsfitués par R’ et Y
tels que spécifiés & la revendication 3.
5. Une composition selonla revendleation 4, dans IaqueIIe R est choisi parmi pyndyle etthiényle, substitués
8 parR’' etY tels que spécIﬁés ala revendlcatlon 3etRs s|gnifie H.
a 6. Une composition selon'la revendIcatron 5, dans laguelle R3 sugnIﬂe alkyle en c,-cs, X signifie l'oxygéne,
R10 signifie phényle substitué par Z, Z1, Z signifis H, un halogéne, allyle en C-Cg, alcoxy en C4-Cs ou CF3 et
Z! signifie H, chloro, fluoro, méthyle ou méthoxy
i } .. 7. Une composition selon la revendication 6, dans Iaquelle R s:gnIf'e 2-pyndyle substitué en ortho par R’
88 teI que spécIﬁé ala revendlcaﬂon 3etY signIfie H.
- 8.Une composnt!on selon fa revendication 6, dans IaqueIIe R s:gmf‘e thiényle substitué en ortho par R’ tel
que spécifié & la revendlcation 3etY slgniﬂe H.
9.Une compos’tlon selon la revend:catucn -7, dans laquelie R0 sigmﬁe phényle. 3-chiorophényle ou 3-ﬂuo-
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R b) I a S-al kyI atlon d un corrpos6 de formule A RR—C

N - g pile (A) */ - 00.R-R3., R4 et RIOson
I?'-a revend1 catfonl 1, avec un hal ogen e do fon fﬂ m l lu
; Rglmréf??ﬁ“%%ﬁg D eat tel !{ ” ,

revend| caflon | et Hal signiffe un hal ogbne, ou un d6rivé6 fonctlonnel
rhactf .7, .. rophényle. ... dudit conpose de fornula II1, pour

obt: eni r ‘un co rrp& Hnet@mp@pﬂme&n ueggnque des revendications 1 & 9, dans laquelie R’ slgmﬂe un grou;;e
SR - .- -carl oxys formel redu fo

S ol R‘1 es gue é a rependi; '
lR 3 g|4 R t ﬂsggf fﬂ%g Iap?bve léat|§$141’0 c;Rr%prggantlﬂngorgp%gg choEJ pamg ua déflnl S! A
a r ev e n Ica ' 8']5 phégpsoe ne de I'acide 2-acétylnicotinique sous forme libre ou sous forme d’un sel, -
b)la 4-(3-chiomphényl)semtcarbazone de 'acide 2-acétylniootmique sous forme libre ou sous forme d'un L
sel, :

0 sel,
.. d)ia 4-(3-ﬂuorophényl)—semlcarbazone du 2-acétylnlcotinate de butyryloxyméthyle.
- - e) la 4-(3-chlorophényl)-semicarbazone du 2-acétylnicotinate de butyryloxyméthyle. .
_12. Un procédé de préparation d'un composé de formule (A) spécifié & la revendication 1, qui oomprend o
@) la réaction & un composé de formule | - T

o R-C(=0)-R% |
|  otiRet R sont tels qué définis 4 Ia revendieation 1, avec un composé de formule i

S S H,N-NR=R4 b
o '_"oa Rzatmsontbelsquedéﬁmsélarevendlcauon1 sulvie, sl on lé désire; deresnerm@auondeseomposés}_ e
de formule (A)ou R’ slgniﬂe un groupe carboxy en composés (A) od R’ signifie un groupe carboxy-ester. '

g "b) la S-alkylatton d'un eomposé deformuieA,
. R-CmN- 5« - g- L (Ay)
20 S l-3 . 4-_ R _
SN ou R Rs R4 et Rw sonttels que déﬂnis &la revendlcation 1 ‘aves un halogénure d'alkyle de formule III i S
o RoHal W

ol R° est tel que ﬁéﬂni ala revendication 1 et Hal signifie un halogéne, ou un dérivé fonctionnel réactif
dudit composé de formule lli, pour obtenir un composé de formule (Az)

® . U
"n-cu;on-‘: mw (’Az)
SO e - -
ou R, "R?, R4, R? et R1% sont tels que définis & 1a revendication 1.
’ 50
55-.

urﬁel au gignifie ungroupe[qqq-CHQRM?-GPO)-aIker en 01-05. A

c)la 4-(3-ﬂuorophényl)-semicarbazone de l'acide 2-aoétylnicotinlque sous forme libre ou sous fozme d'un : '_-



