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6 8 m of 33% et hanol | c d| rret hyI am ne to the aqueous aC| d+4‘—| ed extraet—sr——

Y Y v o o



20 1,476,116

20 A specinen of the crude product is dis- nethyl] - acetate, which can be
used—directty—sotved—inether;—and—ethereat—hydrogen chloride in the next
step. To deternmine characteristic 65 solution is added until the pHvalue
is 3. properties, a specinen of the crude.product The hydrochloride ,
obtained. in crystalline 1is dissolved in acetone, and a saturated solu- 5
form i litered off with suction and, after tion of oxalic acid in )
aceton 2added untll dry| ng, has a ﬂ?_&hk”g poi. nt of 166- [err] t
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pr oduct pr eCI@IaaMeﬁopWEley‘Sbv&gzlmanmﬁxbi adrmgj maltude193—20((°2w:th Beomeyit - 4 -
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21 and once with saturated sodi um chloride solu- methyl] -. 1H- 1,2,4 -
triazole - 3- nmethanol tion; they art el s _ -
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sodi um oy \ el B qied G @rﬂoge asoltustlon
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22 chlorophenyl] - 5 - [(dinethylamno) - phenylazo] - malonic acid

diethyl ester in methyl] - 1H - 1.2, 4—trtazole - 3 - carbo- 60 nl of
mettrartot,and the reaction mxture 65 nitrile, mp. 117-[err] '
is heated with stirring, for.-3 hoursat [err]. There is obtained

anal ogously, The nethanol - i's thereupon evaporated off in 5. from
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| or ophenyl )nmﬂeBmp- Ao -=.-¥(1u§§n no). :- h;I'\He t he
pH val ue 10 ) -.-'(0'01' Yof 1- (2 Benﬁoyl tmca% ¥ i
washi ng oRbyheayl - d@ﬂeﬁ@lhﬂ“@ el wE
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udi ssol ved Affwagﬁﬁg,l e gesultingdiy BroMBBRY] ) satis Ere-se@(rmdhﬁ ﬁéfﬁ‘??i%ﬁ'w sa? ts
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di at omaceous ea'ddddhun__ ‘6 .i; ction 10 o 0D p hemsy [ - reactiommizture 1§ y,l the 100
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1,2,4 - trigzoffeis .----ﬂdayynaameairmehqr S, i exgini] phase |
carboyl i c aC| dd ‘Eydc wﬁhnsrl dé? r -."zgnﬁ; [_erigv}vasmaeime evt’h tcﬂﬁr{mbrlhwﬁg‘r‘ Y, and
t he solution :go df";?- a" 1L o0 carb- chrbenaw ! "“.”""éﬁls;_-&-ié@ i  of
300 g of 8 Yl@:O"'"-' ﬁ{:ﬁdnﬁt@ dndlh‘fs ait ZSOFerthetm [e ana..&ﬁ@ﬁiyateﬂnhlwegeko

The el uanty éﬁomi,osmmhyl acetatel, crpdtalhs@fouttamﬂﬂt Wil i'on
iR

of 105 net hanol debiyth geqpire c,fF ?x Cahtta’ifnr #Rg ﬂﬂg}fz n.
met hanol is addetl d"°§“. sfre product graceds _§ <l PheyEIN- 5 ~ Sdit ution
of 2.08 g (0.00% ?ml e) - of crude 1 - centrat' Y CAVRY =V |1Hr+12,4'Fheazole '

: eyl eters mips ] hl Be

amor phous - [2 - “(Fer¥] - By oxﬂe?&ﬂt)o 4 - -carbbulylixr sjdlhoeiy
i s di ssol vedoi n 4Gel'el IN g RS @q@bﬁhﬂp) 53&’ (di mt&i%p&%ﬁs@p(ﬁg ) -
1h - 1,2,4 - a Kdred EERH R dels 2 w0l e = 3--
carboxylic aci df3 9N’ 2 rislcagbensad adict HAPT | CBRT reacti on to Congo red
met hanol and the whole is refluxed for 16 i's indicated. the hydrochloride,
obtained in. hours. The reaction mxture is . thereupon con- crystalli ne
form is filtered ~off with suction centrated in vacuo. Water is added to
the 50 and washed with ethyl acetete and ether. After residue -and
extraction is p erformed tw ce dryi ng, the resultlng 1 - (2 - benzoyl - 4
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A solution of 5.02 g (O. 02 ‘mol e) of (2 - Exanpl e 28

oacetam do) - nalonic.acid diethyl ester ‘A.solution of 5.37 g (0. (@ 5
of crude 65 [see A ay Kunar Bose, ’é-i | ndi an Chem Soc. [2 -

t hy, mn;$\ —acet-ani-do] [2 T 2 2

i)  chRordbalytie f§02 £40.02 mblh)mfdphen I azoI dEixampld 2& o (| d| de
n of ac% o ’gﬂ;ﬁ ;?m F§§"('hy 5231% '«',,l,l.. -
xed for 303m ﬂa (1 km;rg, hu ak,m HioFbbh

us anmorii aofi sodiuge icdidpdm lmﬂnleoft ic&bt&dlsl rmakmwad thylecster gsee Mmplql?a) in

ofi et haff8 F?négdﬁz'?nmr reactiog . . i
B Aty e e S iss t&tﬁtﬁ By ey vtt‘:? %

| ene chl or fotieed i wirh lﬁ.‘.ﬁy’l&el hlokide r’ﬂidpQﬁxﬁ&ﬂE eﬁntrevupdnedmuﬁuuacmo«mﬁﬂ

i ¢ phasl@ i rewgiss peas & orige (With ditugtd Vﬂtte‘rwlﬂéiea

xtraction @gbﬁj :%f’ ﬂ@‘ﬁo%ﬁ%ﬂ a’}‘ .ci’ébfﬁ'ﬁﬂimﬁ's
wth net h;é &R st T6 fhe 2 It

r gani c hageed sl mor au eqd:dw\ls oecryafallifed i Cestractiohb ih&e dIiSI edddveSN se:sltuu:m

ate and coﬂ%‘% t:hsuco éﬁ?‘cﬁlﬁf’c ahﬁti d} Fﬁi&"&% B%w at ed
ion© 1th

cuo. The rGobilth g@ %m,tﬁggtr ey, exn‘a&ed
m 15 fronmaayll"eyd:em@ ®bl-ord. de/ hexane Ichlbﬂidi Theyéls dﬁiél

i on untjl Phed Pﬁ%lﬁta@mﬁmle)mft(h -sumhﬂbn
ot Sl e Tl 2= Faenn

cet am do) di 156 Gl df Athatdl O
et hyl est ets stifrep for 95 -h@ate) at room temperature. onmimh nem c:thwlr.oﬁf’tedéluaa'dnemth

i ¢ phasg i $Ppysasion] sl H?"e 15 cgnc G&osw Q'thewa% wi ce
wat or - nd. 3 ‘““i,ﬁls?é&‘ s Br i

at ed sodi u‘m:d:hllgﬁﬁd © mtueommce tmu sce l’pb stmpe(a 110415 [zmg‘?g

et hanol i c u 1 P’%{:%ﬂ lBte e 1) ,g
ioninjao . JUPHEAMn °'1’VE‘E“‘1" c‘r%%_ s'es
85 is stirge YBS ¢ ”m&‘gnﬁ'é”r’guéw ration with
. After f|#ccmxatdobnmalomhaamdxemas&r,mdsolwmmmmnmsupon concen-
on and dryFr‘l‘&’dlq‘Fe‘iﬂ&é?Idhe REEEYP- | s obt ai nel, Newstriazojeqdegipatives of gheugenerglat 23
lded to the residue as a result of decei?’ﬁ‘@’t’ﬁoxyl ation, ring closure

extraction €s qomleuou b5 g\II(Q:(BJ\Mole)'IoBZ her. and ammqol ys'i s of the ester
b remai M°ng mbg %nwa[shed twi.ce wit t'é ice gperformed in

fane oper at and once §T Hysaturat ed sodi um
i de chl or &ke (1 Q’}S)}h)onc add (4%?%@!39&9&%4' S ’H't"!'on j#& is dried
sodi um sul mtlre,[udlsnemg\ - rreth - 1P 2,4 - 30
ont r at ed?d) nO}P Iﬁ&ﬁ"gagm sak ous triazgfe - 3 -“arboxam de,
178-[err].js ed,bqoqs)rgag ﬂ:ﬁa 2 - (dine | am no) - acetam do]
oni ¢ aci d shdethéry lis eﬁﬁqmpklyaﬁkﬁied droWié‘eTaV\E CLAI M | - is used directl y
he next, st &T“’“"f“‘g (3:07 : ofrcpude 42 e d'é‘:;cw@tlrmemfhwneen bwerrﬂtyl
o o)A S fﬁfomrﬁ)ﬂgfy, ﬁgﬁg

oro - benzapdd ye a di:ﬁedropwxse at 5—10°, moﬁl rﬁxy H‘

Chem 2@th1m4158 fl&l@@,l sauqrat_bd nduecmﬁ gbamnal mn@tethyl, aelrd:tesenerlmwer

g.
behl ori ¢ ‘ﬂ“ e P W’Pﬁn i1p¥er ng,
3.4 s%pﬁ’* iﬂﬁ ufn fo et gD 405

i azoni um salier i Othett |addtdol‘m:a| enmal lh)&r Gﬁobyadva’yOofl&Qgen,Qslgphaf of Gl lisinadded

bt 0 and. the-:nf1 teg, @ ik BYige uedvatsr ofpicd er a logest l@mocidmal,msig

' 7 nol e(<|50fno Qfﬂév g Mﬂ%%ﬁ: J e@?@b g;x%sn mm ::t:ﬁ%B ottllé; kyl,
di et hy[ angosteirated 3k 0k @ kesidud] amwc afdicdn ainbr aﬁg P10

i fi ed hydrboosn oilli cetsiss| ofep;acecally rpu 4[2rr4 aﬂdsacet one Ther eis

yl, optiorf mi‘%’)’;%??ct jREFtRiC 0 bs s Efrq?‘\%@ at
- modi fil. ecfn%?g’ikfcnz dxe@x%rl Qdud; | X hﬁn{&z F a l en ﬁ&%
ated aquehewd orssiliatgel uﬁretdyearplaﬂﬁ)rmt ﬁﬁg@rﬁesletnnare amendaﬂyassmm
pnat e sol utlys ﬁglrlﬁﬁl in; the fypem mhwylethyhn@d{ othed upsobstitatedners su rdtrtdgén or
50 val udf¥ B Ystirring is maintai nekroBHy 1B ¢ aPpisetumbey &y wifligonr eby
and [err] as lower al kyl can hour at room 0O m of
pbund directly, or in [err]- or[err] -position also 105 ether I's then
The ether layer is by way of oxygen, sul phur or the imno
ated, and washed twice with ice water radical or a |ower atkylimno
al, and the and once with saturated sodiumchloride solu- rings A and
Hdependent|ly of each other 55 don; it is dried over sodium sul phate and
pe unsubstituted or substituted, and their concentrated in vacuo. The
due, a yellow addition salts with inorganic and organic 110 brown
oil, con5| sts of pract [ caI I y pure [2 - aci ds (d| rret hyI am no) - acet am do]

r o~ o o Y " o o o o

ﬂ
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23 a) A solution of 5.02 g (0.02 nole) of (2- Exanpl e 28
i chl oroacet am do) - mal oni ¢ aci _ ' 01
nol e) .of crude 65 [see Al ay Kumar Bose, j. Indian Chem Soc. [2Z -

(di nethyl am no) - acetamdo] - [2,- (o - 31, 108-110 (1954)] -and 4.50 ¢
(0.03 nole) . chlorobenzoyl) - 4 - chlorophenylazo] 5 of sodium iedi e
in 100 M of acetone is malonic acid diethyl ester [see Exanple 27 )?

refluxgg for .30 minutes. The reactl’i4 1§ xture to c)] and 50 m

aqueo a) avanpe 0f5 OO . 2 A V ' thﬂ in
10Q. i of A o 0a fﬂ:;?,q“ 70 a%aa%o; gf{i fo% s éange raction
is ber: ManatnoieOf) (e addir © [\
net hyl ene?lcmSGfmmel%ﬂ'hmd 4rﬁ0>gt(0033mb18) t oyl) Goncenéhlo@dpad:yma] vacuo 10
or gani q%{%@ 0 1‘3@' @éawroph lﬂliﬁflig‘da% e#%é%ﬁ(ﬁé@é%gi%age resi due
and extr GHEQHS Qgrformed
t wiee wtdadae&% ed;amueg- onW e S#4 w@a&gﬁm ‘m{g 3§0| ution;

- The or arfpmejbhuse with teetltyleaw:tlédlde mixtune nsc&erequ’chonsendmdedx vaowel  sodi um

in vacuo ?aufrﬁ&! fund ehldride s ¢ ae}gled 5N
sodi um 15s diied foverstdi gtbetieh hrﬂrbodﬁz’l E2RNEN hy ncﬁdl .16 dhe acidiy@léonxi d

sol uti,en iip VP‘N& sqsln qyitadtion; | thede s apridecr §IN n godium vacuo
1§ i 1
here 57 dEh s SElger JTs By P o & g@gaw :
i odoacet a'ﬂ’blﬂﬁ)ed-(Z n di@@iat | fRhttiord MHasdM&T is! sxﬁgfﬁs Y wn& wigoe with
80 di et hydiethyk pster. methylene chlondaet aucc bhaser iide. The

or ganlzﬁ dﬂn% feb‘)fnésrlh@ @'16 2‘1 shed twi ce
Wi t r&gﬁs Vihdid) et est er
sat ur at eca aume cslutidni ﬂesosal "of kol liacdo&odfyhad TAB a 145 SHDI e) of
-33% eth etirreé forg hougtydlrm tempér teonawdlrv@emv@hmha't ét!lerlﬁhradmnrmlhyl anm ne
sol Ut |2§>n MO, to the%s?ﬁ s(?ares\Zﬁ,%‘i ecar er:.[no lg%ﬁfﬂﬁéb:??ist alli ses
out. 85 and eftbabrioh Sy, | 28 BamMGHIRSE of g Eaakngl ation with
et her. Af'l'beroréamlctphat |mnashﬁdtﬂwwa'hﬁhn&acﬁerfmme$mm& samaopemubd;er-qu\- cofcen-
suction uo&?%@“ gpdi Eﬂq schigkrbenzeylid; 425 chloxoaheex!] | n5v-acuo wat er
i s added diderkl dlgtp‘%ﬁveé’h ,ﬁ‘ﬁn %”W°P%?@h% Yy closure
and extraﬁl,tis(pfhcﬁcauygﬁf i emy\raﬁao)vmt et her nol yS| s of the ester
group rer?aei 4% Jonisy agidrdichyd kageands - mmnmwcmw\tsh-l ce perfornmed in
the same® l‘%l rpe negtseR (0 - tixiszole; detivesiveseof vihe engmak u Pt ed’
sodi um chl ori de- chi orobenzoyl) - 4 -f%*f* ophenyl] - 5 solution; it is
'dr| ed .oved” écfelugm  415B lga(0.81 7amale) Of%-dl met hyl-ami noﬁ - nethyl) - 1H- 1,2,4 -
S

sul phd uscﬂgﬁs eh% ogee1 Ritth fyteslc hWater is added qo the residye and- g eous trated
ookt AT SReE iR il I ﬁn"ﬁﬁgféiﬁgce-

&@n §i p C | due, a viscg tro: azole -.3 -
car boxamm(lgam in ﬂ}ﬂ gladial 2 h pract [ cal"’ g re [2 - (di nethyl am no)
- acet anicos] hydmubxitrncﬂ (acu)d; azeﬁsgtyh ester; ’ W#CLAIM IS - is used
direct Y e CEReratyys, “hs! g, with 34 ml 1, ﬁﬂ L azﬁTzeV\derl vatives of the
gener R tov "' Ll gﬂf%;@eﬁ of 4.53 g ff0.017 nBFe). of 2 - 35
am no - 2soo’51ed uﬂla? (grdhce glacDpbRQoNe [ see G . L. H -Sternbach et
al ., J. @9 enZEuckly ddded dropwise a err 448 (1961)] in 21 'm - of

gl aci-gl @3}% g‘“ﬁl@a le( Wdﬁ] or“fhef“-m mlffydt"seﬂ ﬂgﬂkyt’ed at room

t enper at Wiyl tnlul’d’fl C‘QA;&‘{,, UOn%m?bdir

aqueous sdskquemy gdded edrq:@d:sat ator.'o—lﬁ;e ndumanmuwp, o8 ;tuo tarned is

cool ed td’“‘f& 15 gmiguigs; c@uir%eda % dthted an!domdduhélzlr@resdntsdoweqw ckly added
& S be

drop%@ev%uéﬁ‘ﬁté“ @’i‘.’&% dﬁ%" feﬁﬁﬂ% Towes ACRE N R

I epr esentsur i Chodaf) Qéin; aaﬁ&@fandi fﬁﬁd‘P 5 -
jral oni c a@#rdls msuladdalll'?:eestherlafared (by ayhﬁr bxfygemd st ot('&}ﬁhe Rb. hy? ester in

44 m of wi I*l loweg) al, Mm%lsl onally 100
SUDS € 81€bd; it ls,a gﬁﬁ"w:ﬁ M i,%’,% %‘“{5 E‘ﬁs B gf“}%ﬁ g thes)r optlonal ly

nono- or cqimentrmdimvacuo Iﬁle r&idﬁé;taeﬁuowa adidatioll I Ailte G ith A @ &HiLS andS
ani nonet B ' ' wrel (e r atpbt assi. um ccar bonat e so| ut | on unt| I

the pH- d et fs ﬁ eis 6.

' Stirgd Nehalosc ﬁ&ﬂlﬁtx@f Qéler &{;p? Efﬁ fod% memambf)iiveﬁf Ch%?% *and [err] as
| oner al &fws e’amhmgﬂl tlgit-layep Qrlates tag NRfer aduthe ringa Al akbB -armindapéndedaga o ours
directlyy “eo?f Pﬂ‘s[‘%r‘l‘ﬁ systsm fowmpybsﬁy Gﬁlealuassbsum% rr:%v: bhen ' added.
The et hef™FSy&r"is - by way of oxygenD %R PR P 2Bpic Fmbes War at ed, and
washed tw ce W|th ice water. radical or a lower alkylimno radical, and the
and once with saturated sodi um chl oride sol u- ependenty
of each other 55 - tion; it is dried over -sodi umﬂmmm&l'mum can be
unsubstituted or substitut ed, and their concentrated Iin wacuyo. *The residue,
a yeI I oW addltlon sal ts W|th |norgan| c and orgam c 110 brown oil,

- o o, o "
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methyl, nitro, lower alkyl or |ower alkoxy, [err] and their
addition salts with inorganic and organic acids.

60 3. . .Triazoe derivatives - of the gener al formula l gr ven in claim 1 i.n

whi ch* [err] repre- sents hydrogen | ower - aIkyI hydroxynethyl' |-ower

al kanoyl oxynet hyl, | ower al koxynet hyl, : : in which X represents

oxygen- oy (two hydrogen. fornyl, carboxy, | ower al koxycarbonyl, cyano, i
or.

atons, apW/err] and [err] each |nde-endently optronally nono -
dlsubstlt ‘e2¥ carbanoyl - L epresent.. hydbtBal _5__ r - alkyl .having-ad
or opti onal T y mﬁp, ‘nigth, ﬁw&um@m@ dmxmo- S U R caRon: e
t oget her - wi th addethadjadfbm sahﬂat"l‘f-ylm geFrd and [err] h e’ﬁi_"he-"'neanl A4S glb(ﬁn
]"’s lée,;gg,]or 65i.n cla ‘ml, and the rings.a.
"Eﬁﬁﬂﬂhmonbﬁwlng 5 to 6 rrng Renbers pendently

of ~each of
| ower ~al kyl"

carbon atons,
or Iovver

70 and
b are inde-
ot her
stituted by h
hyroxynethly,
aIkanoonxynet_

s. .°; il t dy f
CRaifD W hﬂﬁwh%\fﬁ E:;‘L‘g@_t@om@m P' y ¢

7. Triazol e d
optionally mong;

I havr ng at .nost
i . 80" at oms,
§e can’ (ai)so be
] : |nthe[err]| or\ err] posrtlon 30.
rn ad radi-cal -or ‘a‘{ o\ al kylimno -
ﬁrﬁg@‘ gin\/vﬂiihhpull)greﬁ&ﬁimx&genanwo hﬂdtegenr ngs -

bound . ,.,
al so by way of
radi cal - [err]
a and b are
hydr ogen ot Sl wido b
and [err] each a[n@@ '_ y. 35 - up
trifluorom ethyl Sorrnazbt;prdmms of e g
and their aqgl tfPWshI&‘@“\Mt;-w-‘-- g
t he adj acent albanoylox Q¥ Rox7] it nitfogen - atom
at om t hey repr &;ﬂﬁﬁy{u dﬁ;ﬁ;@tﬁmlorr ngrom of 3he pima'azgidgm mky\rea&iniﬂeshaﬂ 3 e
al kyl enei ni no Hemriuhdgla®: t 0 6 ri ng menbers, foemberg. fingghyviersu
which [err] - [err] and [errﬂ‘ represent I' 00 RVTP VI dbs AL T
represents hydrogen h][drgxyrret hyI Iovv%: st i; rﬂﬁBﬂE’unsﬂff 95
together with the"at kanoy o met hyl, f(bal)__rryl stltﬁ@d b@mysutdtederﬂuom o chlppine
ni trogen atom . they repredent lgfo s tES ; pdy thgf _-__-“°“é§"§no or
irfo:: or ':'aI kyl ené’i1 " e i

a group of the partial - phol..| sz
formul a | aa 45. wh ts ot two'hydrogen Q&mﬁrﬁgv&l Tivatly
B0 & { [rbracnents

in the 4- ‘pos
halogen up to ey e
and ring b is: ugy F . ‘B dnd
fluorine. or ghl'“ j. _u__#" ony

dm alts
. sal_ ts. wr‘%

ORI o, B gliion o g%@ éﬁ
! y denvauvesf_ of algr%’n at lp ofthe,

and [err]

car boxy or IoweFePEffeﬁs hdEogen, fyer atoxy] - Abwek [err] andeabay' T .
meani ngs S alkowkdafl f,’b --yl:’ '_e;gr'gs""g'.'yeoft the meanl ‘nNgs - gi \]en\Ln cI ai'm gl ven in-
claiml, and thgarﬁdllfcgﬁulﬁlaand brare — -~ - +—and theRarl ngs a and b

can be substltuedr |ndependentl :of each other unsubstitue

with inorganic and- or gani c aci ds ““lm mml “ llut ed by hal ogen up to "
atom ¢ nunmber- - . - . triazo t he general 35, -

trifluoromethyl oer nitro, and their addit'i on ', formula i given in cIalm
1 |n whrch [err] salts wrth |norgan|c and organic acrds

o v - ~ ___l_ N D T 4
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in which X, [err] and [err] have the neanings rings A and B

i ndependently of each other given in O a4 ,
can be unsubstituted or substituted, and thei'r t he meani ngs given in CI aim
7, and the rings addition salts wrth |norgan|c and organi c acids, A
can be substituted as given in Clal m V\/nerel nb5 7, and their ad f‘gi
salts with inorganic and organic aC|ds ' ,
reacti, e ester of a conpound .of {Bgd. The tr| azol e derivativeg of “the
.gener- - anpl es

o ?g(riri[hi%evfﬁm : 1ve:§énﬁd§:,, 1‘3‘ e@%@ﬁﬁt yg:x‘tg;!;egqe gﬁ(ﬁé% elrI ari no) )

et hyl | A aititB ean@E pbdtitited asrmlu)inecmms wheeehr boxyl i ¢ ‘acid, its methyP0ester and

i .S adcYPP‘Pdoiﬁ‘::f fiion saljs (with iingegrRiamidc and 15 an*c aci ds o}Zrh - (2 -
benzoyl S or antenyl thheéenerLl(cé , :Mﬁﬁ# T P
t M8z 0| Gormufd T-whizhe d¥soribed] B B Bkaknples addi tion sal ts with inorganic and

or ganl c aaéltlébg agg()mn s w:@, inprganic ¢ng- chI orobenzoy®)- 4- wherein [err]  has

t he a -[2-( o -chL robenzoyl) - 4- formul a
|, and tjle gﬂn e,%.‘nédgl é%(r)jm%lénil,); 65.:chl orophe’ﬁyl ﬁ' .y

(di nmet hy&:amtng} carbmhd"lgct Jits: mithil estdr, 2, 4-tri c rboxyl iC '
substltLFPéoE‘sa diioyy ealts; einorgagicr andct ed wi t @ aCi d Tts nethyl ester, its

ami dd> arfEE ARG belARROD general-forgula |11l addition salts wth
| nor ganisc- m@ﬂmcmzﬁyl] amé’té'%ﬁm 1- (2 @enzoyl - 4 - chlorophenyl) -

Jerr] 5nm(>lmr1)hahnbmmehyd)lts-addjt¢n- 1,2,4 - trirazole--3 - car boxylic acid,
Jts g&t ‘%%E@?@oa‘%q m&ﬂ‘i‘. S aliefinWRY Ma I’ilihrgﬁﬁhﬁ gnd @iggani ¢ 30

“acid dirheyii 11z ypinjula- 1, Zind. tigeh s o pan-be5 65
(rmrpholmaﬂgl]et 2,4 o}e B,-Zarfoxylict 1Y, E‘Uffg tfg Tgi(fg‘t d’é‘hdnd its

vvherel n %ng gm‘! hk?ltrrean ngs ﬁeﬁe on salts with
|nor9§1n| ,dﬁ Yokt OFRREST £ or mJIa I ‘or wWith an alkali netal 70
14, walhﬂ clilloro;{th (o0- fluoro- derr%atlve of such a

corrpouncﬁ-r(monpbnhudmejhenr Hbé,Meyia;ole-- 4 - chl or opher é{n( di et hyl - has
a meani -s&rmhcag%n 0?’61“ * adrisani no) - net hyl \-1h 21,3 triazole -
3 - agr GOyaon g ca%‘  PEBI salts with b)RJor the production of
corrpoungﬁllsofie:ﬁe %%%&lz&mﬂgg -ggganl c acids. general formul a
| wher ehiprof. 0. pmathyh - dHent
chl or obgdifloy tfezce -3 - ‘i‘i‘?af’n i Be he&rnﬂofﬁrﬁsﬁx&ﬁlgéﬁr&?#ﬁng van wnder 75
chl or3§>phef5y :’aﬁl gmB (jTgﬁld@t rtyimmerns)suehfmmpbmdlmevmm, optionally
' rmnosubtbeﬁzum mnoruphe]nyu 5|-|f(d1meih,y2 z!lmﬂemwrbér AR hydrogens 98 t i on

: ), - 1 n%szﬁomeZﬂe &, forSl bﬁda%gnhoflcggﬁoggdgrop gand organic

,I dﬁﬁsr i wiertih Rifand Ry\egresentt I'i azol e

deri uat i VERS 108 e(ogeeﬁgra;en,foﬂ mu a |methyl, while R, has the meamngsrvcn u;er r15in which

[err] hugr_oulhwllne‘am dimethylaminkd - r‘%‘“ﬁ(‘%}f’&?ﬁ ?lg s hydrogen,
| over ameg: 1} - lﬂorlr?ﬁl' e Md‘%‘i@% o d® Bc:)’(g}gg1 e su - opfll onal |y

esterfifi® "4p I °ﬁ%fr ah é‘,’rqg(){,ew sti tuted. as deflnedthere is reacted
Wi t h4$ ortmléra&h;dves offthh‘g’Qiéral formplailonal | y ~ functionfl |y al dehyde and formic
add; or 50 nodifi edP car boxy, ‘or opti onal Ly ('HDnova,r di - substituted

am nonet hyl,. [err] nepresgnts | ower- for th __Q_rioductlon of conpounds of
the alkyl, 'and [' represents hydrogen 'Q ovver\ eneral formulal-
[ byt 1] and [err] as | ower

wher ei n [err] has rreangng 85 al kyl’, wh

al kyl - can gi vundermi—wr\rrul al with the exce on of be bound directly,
“or in [err]- or[§r]-posifion al so hydr oxynmne | “and [err] and [err] have
-the nmean- 55 by y of .oxygen, sul phur. or -.the imno ings given under

formul a ,a co nd gf raldr callkylor 2oy andlgr? lﬁfl mmnna Va!%es&tgr 88nd t he
\pydrogenclower alkyl, form b~
t he gen§ or ethe;%gd hydroxy- stituted as defined there, is reacted with form- 1,476,116

26 mefhvl formyl “optionally  functionally - aldehyde and formic acid; ot .
50 -modified carboxy, or optionally mono- or di-
_substifuted aminomethyl, R, represenits lower ¢), for the production of compounds of the
alkyl, "and" R; represents hydrogen or lower general formula I wherein R, has the'meaning = 85
alkyl, whereby R, and R; as lower alkyl ¢an -given under formula I with the exception of
- be bound directly, or in 8- or y-position also hydroxymethyl, and R; and R, have the mean-
S5 by way of oxygen, sulphur or the imino ings given under formula I, a compound of
radical or 4 lower alkylimino radical, and the the general formula V - :

AR O WD




[err]
[err]
hydr og

I n which 1[err] and [err]

H N

each independently repre-

at nost.

(V1)
35 sent
10 carbon at ons,

whi ch, pro- vi ded t hat they represent |ower alky,
[err] have the nmeanings be bound directly.together, or they can be given
and the rings A and bound in the [err]- or [err]-position

under forpya |, '

by way of\ B can be substituted "as given there, is 'ox,yge_n, sul phur,
the imno gr/oug or a lover 5 OXIdI sed, lqﬁ6116 ' 2%
alkylimno r v O 1 C '

formula I

conpound, or d), for the prdductlon of conpounds of .t he geh,&‘"'l'
wherein J[err]: represent,s“\fv) for.the production of gpuogbdbunds- of (vhye
car boxy or | ower al koxycagtha wzl e [err] general forhula | wherein

[err] is am nomet hyl 46 and @’Fr’f\ ave the neanings given der fornul a-

or mono- or ‘di substit ud c/erm nonet hyl, whi | e,lonidn RAn@ RS Lach ngﬂr,gepm_
allowed to react with'a pEyrly and [err] havesetnhﬁydimnloﬂgﬁdn@hﬂiﬁﬂrm fl€each he

conpound of the general nmul-a Vi #triﬂlcerb?noamw |l:§
ester- of a- corraﬁeragpttrtdwtndtheh%rtﬁé ateanﬁx@f S A
by the general f gitefilinger|formula I, &l fherings A and the 8- or ~-position by ‘way of

[err] in whi cg [Eriﬂ!}l btepvle!mﬁésasl é‘mlr ﬂ&tekw r}ul group ora lower
[err] have th g‘§ givert -under ‘formul a 1‘ ‘E%?ﬂt

[err] have the NBANGAES @idueBn bSconphBdd bnge A ‘?tﬂ"’“‘é’%é‘h Bé“i!,‘t? ut ed
as under for mul genérala fgimelin €l mhngs R, anpke@tcat), ko th8 @fbdidtion ©f coaipblnds of the
optionally a co o lower glkoxgeaghop Otddom@rlewherﬂsl Re a@manqma h 45

obt ai ned by agpy B i unﬁer om%ﬂ? ‘E?’ “g‘j:;} &&?‘E&d
into an additi o&mpo@deﬂﬂsp@aﬁdlm dlehﬁ genera ufh I, thacuve(ﬁz&ed! a- ) :
salt with an inorganic or-organic acid; or, p«am\pe the geueialefoanma Eieemt}racad]d

bound in-

[err] have the meani ngs [ °&5 20 opti ob theygeneral formula I:

gi ven under this formula, ¢t an al kali- . metal degjvgjive of such a
conpound; or e), for the .'.od ctiongof conpounds of thg g)for the
production of triazole i va_t\w_/,e,vﬁeneral fornmula | Whera Terr] .
represents - of the neral formal a i wherein [epr sents

60 optionally nono- or digpstitued carbanoly, '__h drox !l while .
[err] and [err] have the le [err] and [er] have T rrearumgs gi ven

meani ngs: gi ven under. formJIa | a- cor a i,
aci d of it he
t he gene__ral

[err] [err]

,ound 25 under f_
general TOrnul a - Ie enbraced by

deﬁned there, ‘and, opuona‘lly, a compOuﬁdE‘

t?fere or
tg®, of Wpt‘lt?étef f o Stor ﬁﬁ@eadeaoxy\bftarugh)ﬂc derivhtive t he

acyl radical of ehmed WS‘«'HP) at&?%fses SE{FIF]

under formula I, Zgf ngj: AR g::

meani ngs gi vem Gads, ' 'subs |tute as gr ven t{md SE‘QS
Feanai iy $§

formula |, and the rlngs A and. B can

a reactive f une)t |f0n§l<gl;§rl

production of a. nimbugmerdfformhhl .Bhtei)ml a6

Dst: -
VI i of the a Y £e "V‘Eg :
1,476, 116 25 under formula I, a’ carbozylic amdﬁof@:ch_e of% %W o and
[err] have the W?@“’ﬁo?o%@sb e derrdig to & to ) i's converted 35 -
gi ven under f of9FEH a conpound of the into an ad(fl”t ibrfesalt with an
i norgani c or general formulavidy =~ ta «“Lganic acid. 19.
Process according to d ai m1!_-8 wher ei n lerr] 1__5: th;azre are
produced conpounds of the /genﬂéral . S _ y,—fvérrml al in
which [err] and [err] pay he 40’ freani ngs gi ven =&l ai m- 18"‘3 and t he
rings [err] A@nd B are |ndepen tly of each ot her
unsubsti t ut ed, inber '35, - ¢ '
trifluoronet hyI

nitro, I@Yer alkyl or

can al so wherei n[err] and

35, i

a- carboxylic

ingrbichiRa T eSS
of _Eére ‘the mea : aﬁ %wr%ﬁ Q‘fgﬂﬁt&%r MUWGCH R, and.Rs have_ﬂ:emeé'x:mgs g:ven - )

salts with inorganic and

or. $ubst|t' ed b,y hal ogen’ up to atom cN
1 ower nabvlﬁdxye reerwl:nfs i acylatﬂthaltefan 655

gani c aci ds.” 20.

wherein there.arg ‘aﬁ&%%ﬁ&jkcﬂm%”ﬂémﬂés vQ;‘? n

[err] have th® neaie fagsul:l, \wed the fridps A land B caill B .c.

hydr ogen, under beosybsteed as: gived thére)- | ihgﬂactwc and B can | ower ‘al-kyl,
nydr oxymechyl | 'mtdtratewm- oot g
oxi di sed; or nethyl, met hyl ear oxy, OVer

al koxycar bonyl ,

cyano,

optional |

rmno-

HII\II\ -

err

m(t'? IR ; __'.

o
represents

-



1), for the production of a triazole derivative or disubstituted
carbanmoyl, or optionally of the general fornmula | wherein R repre- nono-
or disubstituted ani nomet hyl, [err] .
.~ [err],have the nmean- [err] have t he -reani- ngs given in Cta|m18 and 55
-~ ings gi ven under fornula |, a conpound of ~the rings A and B-are - '
~independently of each the general formula li ot
unsubstituted, or substituted by-hal ogen up to atonic nunber 35,

tri fI u%orret hyI n| tro, lower -al ky’i%qk | ower al koxy, and their aé;}drt I on
a‘l s wHt-h—TorganT T ade ur&am';‘g, aci ds.

f.er
60/21 P%@S gl:r& o%g?rg Ilﬁ,ghag%% unmg; mto an egc%:glmgalto e)tlhmanlz) 11: V\%’:nv::r or

there ar e,glr or mu chlerr]
represents hydr ogen,. hydroxyrmet hyl ,’ Im«msahdmdmg/tm mﬂthyHe;euf or rryl

car boxy, lower al koxeabonyl ; cyano, thefs re °d“

disubstituted car. b?ﬁa‘él', Qh opt I onal | ive % r] and
[a’Lﬁ] havethe nealnsglvn stitutg %m ab eﬂ;a-belng

present 15° @E ﬁw,% l’ ‘and the tmsubgsmﬁ, amdutBtmgtadr byaelogesutpstltuents
&b

Nt
nmonoval ent eSgubst it ut e e or 12 ;y,and maﬁ(@?ﬁ* ayed;
radi cal s each havj at nost 10 car st&ts brganic acids.
whi ch; prow ded t “two l'ower al kyl Sﬂb-l’rcﬁéssimﬂih@toémﬁm s,aﬂimtn can al so be

bound J) ; oduction of tri az'bttea erqdwair: “ndd oget her, or
: ch h
' thd e ,&rr“r@t;a‘trzo i L ufﬁu rﬁh r;r;’g, jor]
r epr esenths subdfitid Y givéd Vhéde, i SNGRA, orS Mo Bd na y nono-
or disubstituted car bam) I, radl caI doweaa!lkmrbo Icydno,mpmauyanhnc-al R2 and

i L8 BTG i ﬁ?““ﬁ o

A and B aige givad 4 Sra@ﬁ yéf egddner al
formul a [the mﬂ%rfmuhlsdbst i tut ed or swl!ist rnmhsntdte ylogey at om ¢
nunber 35, trifluor or@t_mél or nitro, a;mgy'gy Lgpmeﬁ'b’

I norganic 80 a&rd organi c aci ds. [ er Il with i inorganic and organic acids. Pr,@cess
according to dai m’& ”Wnerer n * 21 Process according to Claim 18, wherem there are
produced- conpou —€d

which [err] repr [
85 fornyl, carboxy,-

geff ral there are produced compounds of th ertll a | in
s h Fegen, hyd K ;ﬂ%‘r‘”ﬁipm“%ﬁg%lml oxynet hyl ,

ower al Koxycar b@ésnbl, cdbbay) Qowef alRoxHaBbk3l hesspartral

formula laa 25 - ich [err] and [@rr]OPhrawlly t menorreani rrgs«b%nmén [err]
under fornmul a I an the rings ‘Aa Cgmg?’ﬂ” or- :Pui’nany mono-~ or disub-

(1aa) ?e% Re gndeRs wmstheree SRR EE TR e SRR of the

'genera “'gﬂ %ﬁ dm 1e rraidals Ezﬁli h;vmaradm{;sena }arﬂaaw@mt hezgreani ngs
30 gi vera,run er thr ormul'a, tn t je olhat\AMerﬂ éﬂwepb-esents :
oxygen or. two hydrogen an_al kal | net rec ‘ﬁm os(:.’t"five at ons,
and [err]lf d'ﬁ;ﬁ‘m‘ml’é frigesteriah gty and

opt i opg I é'rh 433 adimlammlgwer kylamm ﬁﬂ1c£§2R,aﬁd

derivati: \whdo etﬁearaie hanings| given, Ro@t“’&l Geantnﬁ‘ me;ﬁ%‘ﬁ cgr] and [err]
'h

have t he updes fo lt%@ﬁ?%m%ﬁr%% d{y&"ﬁ&ubﬁ&& oendi Ven |n

Claim18, for 1 uf 46 atoife number 35, trifluoromethyl or :
are- i ndependent |y ofcMeach ot her unsutgﬁ}o tﬂtdtfédr additign @ltrsrmg incegabier 80 r i ng A

I
i's substituted in gecdp orgsubstitute Bfmgf{’l omic - the .
4- p05|t|on W|th re,l§_ge§t t(o t,age tri azqiege ard prodh %g%@%’erg oronet hyl

ornitro, and t. by\cjga}vogen up- tofsmmiimlcmnrtluiuhelk1 fireseRS magad |y addition
‘salts: with ino i ¢ -and or"aganl c b Y‘B?TW‘E?b . U?fa&(?lkmm thyhd #ing B is
unsub- 5  acids. o(:-n:}érog;ro‘f,'xtyﬁeoamalfo ﬁ} c(":‘lﬁwor
substituted by fl i ne or chI orine 23 Process according to C aim 18,
“wher e |nt and their additidh saRts 50. there are.
produétsadm %ﬁ%’%ﬁh mﬁéﬂﬁ%ﬁ with |norgek_1|_ﬁ and or gé |)c acids.
formul a |be|s.n,s e,e, ) S. hydrogen [ QS Processaccor di ng to
Clai'm 18acmdwemde¢frth ormplh - l'ower al kanoR} oxymet hyI there are
pr oduggd 2B Efﬁgls 1 d R g y| . carboxy, | ovve*
o koo BN s et prtrm rgrtﬁ AT o o o
group of oixdﬁﬁngoagehﬂ, , tiohblly 4 afazole they BRI and R '] and [err]
have t he deriviiiye of the glmdnhwt@eal in Chim 3§ R.t dné RalhagisthAmeamtsB can. be
subst i t uPBdY ¥¥ ‘H?‘Ssér?’ sgeca] Spccesire  gien lonElim 18 and the fings A @d\B ¢ h [err]
(laa) i norgani c and organic acids. 26. Process according to C aim 18,
wherein 60 there ounds of the general in which X
represents oxygenmlllll\;ﬂﬂHMﬂ !Jﬁﬂ"pfornul al inwhich [err] represents a
group of atons, and® [&rr'l ahd Terr] each independently the partial

formul a | aa o ' -~



15 represent hydrogen, |ower alkyl having at nost 3 carbon atons, or
together with the adjacent nitrogen atom they represent norpholino or

[err] — —nenhbers [err] and [err] represent
Iomer.,afkyl haV|ng “at 20 nost - 2. -carbon atons, or together with the,

adj acent nitrogen atom they represent nor,- pholino or. aIkerneinTno havi ng ~
Sto 6.ring in which X f{err] and [err] have the neanlngs 65 nmenbers,
and the rfngs A and B are inde- given in Claim 24, [err] and [err]

| i kew se ;eﬁ.pendently of each other unsubstltuted “or -sub- " the neanlngs _
given in GrAidhoa b ngs:. ' 2.hy : f“_a;ﬂnlrzs |

: - al agen - ayy
nunmber -35, . A aad;xﬁepsudentb@fsamsﬂmtumshmsi,grtwérrmgnnembas mngrA fis| substie I4i)r\.._¢
nitro, and thei® o Zﬁ’g%n'ﬁ’ ué‘hegt?tam‘ad o SRS pihoreRpEet rﬁgﬁ“%rﬂné -
salts with inof gt gﬁgﬁ.ﬂéé < fe‘?ﬁr tdoTind ring B is masub- _
70 24. Process itﬁEOl’dl ng-to: CI ar m-18, - eI‘EIsﬁtuted or2s71bsﬁlvindn od ichlbrine
processes accordﬁhgl’lpm -agcopding 191 el _Wl;gﬁp(mtg'ayﬂb‘?'li @Eﬂ Fdd“{% salig) a$0m
18, wherein. a- Shsptdid T4 WRE R Fibprd ts ]1 : -qf
represents hydrghayoxymediy§d ‘Ibwert S orethyR u s &wherem -

al kanoy! .oxyn¥t hgphnylfcarbn;yl Jower ﬂ@ﬂycmﬁambeﬁao é&eﬁ' Iﬁm
carbxy, |awer afkosyeastih 9‘1’“81 Epmyiplagr g ldvéa_erakoxy&ﬂmn;mr Hae the 55

conpounds of the 75 grou the. paft]i almefringsng 24’ and -
P 2L amnxnmnnﬁ%eus

formula I- WhICh are descrl ed/l-n'the exanpl ¢%,: a4

with [err] i o (Iaﬂ)normfgb,ﬁc rgwiaaaﬂsc aci g _
Phar maceuti cal - corrp05| t i or|s e tal ni'ng..at | eagt PR fdordidzto O QhDE WheleinOf 60.
claims 1 to 80 10 or. at: l'east" “one: -phar nacmtdarabioc;ucabmmpmaﬂﬂdthacgedml '

addi tion salt tii\avhxcthellSreSMti Syt oi m&fdrogﬁe l?!:@'g@ TR %egiPIP. %5 |".n |
Fjand Rt fy ; i-cal compositions:

whi ch X r epr gserrpms, gre; swer Ayl Hvi  ,-"
cont ai ni ng at on%Fp Gk Te10 4 ...;agg{:h mdepenent:ty & 1 east.one of.
t he conpounds Ofiirbdest: re&'ét ﬁ,e@,ﬁaﬁerai hydr ogen | diner./7al kyl ha& gg at f
to 17 or at | eadkylemmmph!avrmgemtq ged mymbecscept - nost 3 albon at ons Ll
together witdyt ﬁe““"a (SePEEsny lowg T obiviog ‘thereof togetheg,with adj acen”
carbon’ il i
nitrogen atorqd,aﬁggeht{o rﬁggqﬁeys bresent ol €aSt one phar maceutlcal _
exci pi ent. ‘pliotiel ¢rruﬂ<ylanenﬂihd<hg~hgrﬁemn$ ring W% X, Ry
T i ¥ gnven i Claim: . T1 ke
[err] and -_[er,El._, hey '@s ftringy Sy Fn e ¢yinde ) he
at nost 2 cagspopfidEihet ech oep e ?numbef'és . daﬁﬁw’ﬁﬁftiu&ﬂthslgbuﬁﬁ Claimt h
the adjacent ni kIeGe: th f.loP MHitro} h@d/tﬁe&psdamon -24’ and3@®t 3@‘5“441 gls- mhbmfﬂmcsex;g
nor phol i no or ataks yhlemmmdhammgx o and °’g““L° f)n V\CI \Y; 7Lh Printed"
for Her Maj est y’, 24 dirotes a9 -;:_..-‘g‘gﬁﬂ‘?-go'thﬂ FP e sl:ramn O '
1977 Publ i shsd” Bl TR lebiedefts b “ﬂﬁgr}- f{l‘ﬂd gLon' on.
1AY, f rom Whl Chmétbp,l emmmomﬁmmd formyl, 28 Process according fo Claun 18, wherein -
- carboxy, " lower  .alkoxycarbonyl, -cyano; or’ a there are - produced the com ounds of the 75
‘group: of the p: rial formula Iaa I ~general: formula I which' are. described-in the _
coT Examples and: their . addmon salts wnh -
. " jiorganic and organic.acids. . -
: . 29, Pharmaceutical. composmons contammg_. o
at.least.one . of ‘the- compounds of .claims 1:to.. 80 -
: 10 or ‘at least one. pharmaceutically acceptable g
- acid addition salt thereof together with at least -
- one phannaceuucal excipient. '
- 30. Pharmaceutical compositions contammg :
- at least one of the compounds of claims 11 85
wer alkyl havmg at - to 17 .or.at least one pharmaceutically accept- . -
BN «: T4 ;'-'_together with- the able acid addition -salt: theréof _together with. . o
o ady g gpresent ‘mor- . at least one- pharmaceuucal em:lplent s
40 pholmo alkyl ino Kaving 5.to 6 ting : : =
" members;"'R; -and’ Ry’ represent’ lower alkyl .~ ABEL & IMRAY o S ;
* - having: at most 2.cdrbon .atoms, or together .. . Northumberlani: House, s Y
. 'with the adjacent nitrogen atom, they repre- - - 303—-306 High Holbom,__ o
o sent morphohno or alkylenenmmo havmg 5 - London, WCIV 7LI-I SRR
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