1, 093, 354 5 or
[err] I n which Urepresents a hydrogen or hal ogen atomor a

sul phoni ¢ aci d R repre- 5 sents an et hyl ene, phenyl ene or

di phenyl'ene resi =\ repre- 5 sents a
hydr ogen atom or. an ‘al kyl residue, Pc represents a pht hal ocyani ne resi due,
Wrepresents HO or -NH err] and n and mrepresent -1, 2 or 3.

| ntroduction“of the substituent at 2-position of the triazine residue can

al so be effected aftePAgrm SPEUIF![CKTIO'N di anm ne or:

after preparatlon of the 10

10 '_ The monoacyl derlhﬂw the para- phenyl enedib@93:354
di sul phoni c W, | oTHE T oy URRGF AppIicasich QRN Complete!Specii@udnt Jupd 6] F85.CaN

be diazotize 7 ANSIBNNEMNo, A5p8pesi ng is also easily carried
out in agueo SRIPC 1P Ao mdde T SRR (NG oSS e 9, 0984

tained can b I X It he spieaten MEde il REaQNS! 19038)iok 5. 250 196k,

contains an e QBBH@J%H&HH@: dwﬂzehblﬁ (N@?Mi}b A;Q!ﬂhﬁ coupling
conponent ; i eS catn Pd%):sﬂ hale, ez east one

fibre-reacti v s ERSES A | dyestuff whi eh
nmeans that fibre- }q at ﬁg age ﬁ§ sghmn;sét be -used when the diazo

Component of 'PieE staRPRpRr o0k Pl 83%@%5&% @%@éﬁg?@g%!
e dyes

that do not contain an acyl agphj e am no group, obt al ned
can still erlchgd t erivative by con-

densation w tlﬁe?(‘:yl at | n‘igﬂ,tégoég)t';s9| 0052 émﬂé? %re re i ve acyl re5| due i f
necessary, after- hydr ol yS| aéyoup that is present.

Dyestuffs of the mvermAzerEyeémﬁmhﬁﬂgvmmwmeacﬁveGmuping
4-phenyl-enedi ami ne-2: 5- and an OrgsnicDisalphenicd\eid Badical andd, coupled
wi th coupling conpongnt's, espreteshbyfactheir nipmifacturecampusent s t hat coupl e

easily, for exanple, SwRYEBAQLRRES a%&i} cbBGra P DRAREPLacEhi g to the 14w of Switzer-
stuffs so obtai ned, law)iof BastepSkitdedund, do (hexebyoditie tig lidvekftion, HortWhith Ghie p7a9 thiaesi due,

are condensed Patﬂwmahbt mranteh tovus, andrihd wetkad bycwhiichtii ingo beyeanfosnedontbai ni ng
a fibre-reactiye suBSEQEHRIFRE B C théfﬁ%‘s’w & PR RESe adoGrdVEatadlln Of 5
the invention Can akie Qes lflﬁff PIdEY lacid. These dyeshfff hatelainv@Ber OF
par a- phenyl enedi am nfedmidﬁudagc omtme ﬁno“dfangepmtlanmmgtw tiispdaycunOvgdequate ¢sB0

di azoti zed, coupl ednsst toht hay isEeptory, solubility.iThey gyieldrerglish tists twhese-
T

dyestuffs so OH) 36ur1tyT;]s s0 ltr‘:ge 'Eb I%Q o?smatﬂix %p{hle %ﬁ&j dlsatdba%tages 10
resul ting di azo CONPAWA Gbviated (P4 i1 méhrer by means of the GékbiJohdig 2CRMHREIPRATIER:
especially with am mesd Ithangontam mﬂald@osﬂatpmpheﬁmed@nmﬂ é— or 2:6- di-

xyl i dene, tol uidi nes'-ﬁ?hmﬁﬁo ingly nvenuog‘ v% W, roc(;ncllicacilid -
above- nent i Onefk fi Drfetive azo dyegtul}il’g ﬁgl ‘f} g‘ﬂ?ﬁﬁ Eéﬂ iSsic erlals, which dyestu e 15
exchangeabl e hal oge ton@in dEsulp hfmybhﬁesr@aeﬁthe\&&nﬁmbst Ituents in the-dye-
35 - stuffs obtainable by the process of the’'present invention-can ~
easily be replaced, for . .. “exanpl e, byr®action with tertiary anines
or with hydrazines (for exarrpl e, dinethyl hydr azi.ne), -t her.eby
producing fibre-reactive dyestuffs whose 4bl e substituent _ S
a quaternary anmoni um or hydrazini um group bound to a carbon atom

especial ly 40 & preferpRy Teddyy ef theformde due, that' is-to say, for exanple,

a group of the formula 40 ao;.z/

sosy

© 20 between two azo Brxdges or betweeén an’ azd bndgc and an acy]ammo group whxch 20-
itself ‘may ‘contain- an azo bridge, which must contain the- fibre-reactive substituent
when the dyestuff does.not contam a residue of a hetetocychc ﬁ"bre-reacnve group-
in the coupling component. -
. ‘Dyestuffs of the invention that are specxally valuable are those correspondmg 0. .
- 25 the formula ) - 25

" (Price 45.6d]



[err] in which Z[err] represents a hydrogen atom an am no
group that nmay be substituted or an etherified hydroxyl or nercapto
group. The dyeﬂyﬂ_sfoﬁﬁl—ﬂabl e by t he _process of the present
lnventi.op-are new are vatuattedyestuf fs—which—are—surtabl e
for dyeing and printing a very wide variety 45 : of materials,

especi al Iy pol yhydroxyl ated. materials of fibrous structure, for. exarrpl e,
material s containing cellulose, which group includes both man-nade fi bres,
for 5 exanpl e, fibres madleogggam regenerated cel |l ul ose, .and natur al

cel | Lu-gst-c—aat-eu-ale, for— 1,093,354 —e-xarrpl e, pulp,

i nen and- especially cot gon. Thay are nal nly suitable for appl ieati on

by the so-called diregt, ing nmethod frgma long liquor, in Whl ch process
they are appl |’ ‘(an’f/ @ ne .aqueous bath which gy cont a| n a
hi gh concentration of a,f"f" BT hEy are ‘al'so suit ae

. appl i cati on by pad- dyang”pwecesses and in-print- _'_5 T |ng “i-n.whi ch
processes the dyestuffs are padd ed or grlnted on to-the material 'to be 5
col our ed ﬁm %ﬁs Qgéi‘g Saec i ndi ng acid, if
necessaryhe residue of a couphi tbota eﬁtﬂ m@ ve halogenated” ~~ I'n order to

| nprsove thiveroqycligpeyltgrap botindvneta p‘oaMnnml tofantdndl orlqn gligabdenkdtopri ntSs so

By bt d gfoup  whem &, fSnp bre-reagrive foins grmscEt h
ViR Lo g Eggge&t%g%ﬁmg PR R e SEAAOD R koo o 8

substance m&bﬁl’gralcacco aye%mfaﬁifdrﬁiﬂaand 10 V\:hl ch assists
di ffusi on of unfixed dyest uff | SosH. The. dyestuffs of the invention
are distinguished prigp ,/cpfg aegyee of ~ fixation and by
t hey§ act that any unflxe easi’ly be washed out; dyegings

- produced therew th display a very gooaost'vast ness -to washing. 15
The prOdlfnCEvS; obt ai nabl e by .t he: process_ of the |nvent|on have a nunber of
~ad- 15 to, the azo bnd ﬁfa %EW pxﬁgmf"’ﬁ% %&{ 1de from. para -
?gn e aap - FRro- atmI

phenyl enggy & Bonochloro-1: 3 : 5-trdid their tint is
shifted Trﬁldﬁd‘l& 2hbibrbenzticesie-S0g | t-hcoegsum or a chloroqui tnhe:OSpectrum V\:hl ch

e e iy, “*“‘“tg:f@e;m% e ﬁ%‘“gmmgﬂaggnﬁgh dogree o
rb

purity couphngaaﬂ R&dpli mﬁtﬁﬁ oD byPEbHdEh a high degr ee
of 'f ast npgee twincdaé dyesmi witR Gn acylating agentaRat eyarqiled amnzoruywmg gast-es of .
- excébt i oftinsghegpiidur pfgheformula - The fol | owing Exanples il Pustrate the
. invention. Unless otherw se. stat ed,s4he parts and percentages are by
“wei ght . _ EXAMPLE 1 - 25 )
A ~solution- of 26. 8 parts p 4- phenyl ened| am ne-2: 5-di sul phonic ‘acid

i zed with so qnat e was -add an aqueous
suspers: SR 1R £ Lo :::ﬁ Pl gt S Chemxture vas
stirred aénzfliakdl, 5 qlifazblinX tokl IgGindxal d &ntaining at least @ S|ightly acid
pH 25l ue tpyreadiee @togmtw a?ummdeman@fmdmeuﬂ@teémhmm#ry@budede séf u-

tion. Af 2 chissine ifedn dho Ve o omandt s §é};calr>t°tvéﬂne\@etl =’3o__ parts of 30%

b Cof] ammoma or an amine. 1420 compoun of an

hydr o- amme of the formula
. | _ Soxk
t'o*/V//
50;'#

m-/ ”m—/

30. in. wh:ch m, n.and Z have the meamngs given above, may be coupled with.a. couplmg o3
component: capable of: coupling in a position vicinal to a: hydroxyl group, an.amino- . .. L7
group or & keto group or in para-position to an amino group the starting materials
being chosen in a manner that the coupling component or Z containg a. heterocychc
ﬁbre—reacnve substituent and when the coupling. component contains an amino- group o

35 in" p-position the aminozao dyestuff formed may be diazotized and.further coupled - 35

: or reacted with an ‘acylating agent containing a fibre-reactive residue, especially with .

‘a heterocyclic compound that is at least dihalogenated, for example, trichloropyrimidine -
or tetrachloropyrimidine or dichlorotriazine or trichlorotriazine, '
Thus. barbituric acid or a S-pyrazolone capable of cm:phng in 4-position is used ..

40 - as coupling component, and the diazo compound used is prepared from an amine -

of the formula indicated in w!nch Z represents a chlorinated triazine, pynmtdme,' o




30 chloric acid and diazotized with 25 parts by volume of a 4N sodi um
nitrite solution. 30 The yell ow di azo sol uti on so obtai ned was
added to an ice-cold solution of 32.3 parts of 1-(2':

- di cHTor ophenyl) - 3- net Nyl - 5- pyr azol one- 4" - sul phoni ¢_aci d cont ai ni ng
a slight excess of sodium carbonate. After the coupling the batch was
neutralized with hydrochloric acid and the dichlorotriazine
dyestuff isdlated by salting out and filtra- 35 ~ tion. The dyestuff
paste so obtai ned was adm xed with a mxtg@gagm‘ 5 parts of di- 35 3
sodi um phosphat e 'a-ntl—ﬁ-p'a'r‘t-s—of—nmosod-r-cr Kga‘t-e—a-n-d—ﬂ-re—nrrmr—e—rs
dried “in vﬁlt’,‘{%“ “‘ﬁr Wlf’eqﬁpﬁﬁ‘aé?lﬁr@m“z? Ayinpxstire wEdwspFuihilad dyed
cotton pure yeld ow T yes A dyestuff that dyed cotton red
tints was obtained by usi ng 22. 49Fart of] 1- 5”3// .

hydr oxynapht hal“etie- 4- sul phoni ¢ aefie c upl in orrponent 40
The 1: 4-phenyl enedi am ne- 2: 5- di sjul phonf ’P’ s.obtained in the
followi ng. 40 manner: . 21&sParts of dry

par a- phenyl enedi ami gy S&lpRARLE NVHER Edaﬁ,ﬁmdzucr@elesén&ttﬂe 8616ue R bhibituric acid or  Of
25% ol eum WheA di ssdtpyedslont reidne which & bome th alzt azol btidge iﬂ@{pesnm]w,ez repretete 5-

course of BICERE Pt STFATRL ¢ ﬁ%‘ﬂl’ﬂ nts @ mpnechloy t5-ffigzipe residue,
t enper at ur e. The Vi g@;‘ﬂ m WSE’ QE a"‘é‘c. X AN opt@—aeé‘s oﬁﬁ‘tgcfébout
I Su

1,000 parts of ice-y@ The pr ecl pi tate phom o
was isol ated b¥® sucti oﬁxafnplest pfatou%img cvmh@c# mpabh qﬁ/a;b\uahnamda desition] vxcx‘ﬁﬂetol 10:
a Fﬁ-ﬁ%}«'ﬁ—

4 phenyl éhm op% eor ace acl 124 a l %,PHEI

greyish white pOWdeEth Qg&&xﬂ ~ acetoacetylaminobény en§'s0‘ﬁ'C gar.‘e la%cﬁﬁaf)ht Y &Qtved
readily in dilute abkddlammobedsdge-2] SLbDAGHEHHENIA did] dibREoxyquinoline, hydﬁgﬁuﬁolme

preci pi tated by st r@ﬂ@b c a'edselbﬁ morg esperigdhyt haghiturrosaig m@npxya‘zolinhﬁe ewﬁwzlﬁum sal3t

with 50 hydrochP le C&‘E‘B‘igl‘ﬁ IPPSBH“’? c?ﬂ?!ﬂ? y an%ll azo
y and eny zolon s, for or - na 1= 5 p azolone
conpound even when omc ac,ds’ 1 - pf 5 pf3z§r

v
~t
D'

q;;,’ gycess of
ni trous acid. yrazolone Rax’{ -3 ord-@amsdl[ﬂbﬂlﬂﬁbu(, el-l ;smryat lsorpyafzolddae 'di azo
group by reduc%-on) Oéﬂlde'éd,ahrlphwel— 5 - Pwaz010n623 SCadaoss{thh@)m‘*é a@lplumt:hus 20

i ; boxyli 5’ ~ dichlorophenyl) - 3-
est abl i shing the. coff 2,1" lt11§’31Jr % CS ‘H'gomc 1% 6gf'rcﬁzdmhl 1entor Pofnyhenyl The
1. 4-diam nobenzene3 Osid¥Bsn £ g{\z\g 55
separation of the lpheéyld-l am n&eae—&rbo@ dssuhﬂffnpmzmeaph 14, e a‘xadxpldr at e
was neutralize? 55!’%“*‘-‘"-?*350l 4 - ;-?txl%m% tt @Ydf mﬂe bdemrﬂaewmoculum 25

ro be 1
sul phate, concent fa LT sulphonts actd m@? Lok o diitheadd
sodi um chl ori de addg rQIy&a ﬁla leri @pHaal @Cl(pbxetlﬂéﬁ ﬁderlvatwes there- 2!

6- di sul phoni c aC| d v oclaxamate bbhydtorynephihaledeh3-,f-d4 - © -Sesﬂlpmicdcxmﬁwémth-um

salt. naphthalene - 4-, -5-, -6~, -7~ or -8-sulphonic acxd phthalene— -
50 Parts of 10% a ?ydﬁg’a ﬁgggoz §QW“%}B?”§EJ ﬁm N% @E@f Pazi ne
dye- 60 spuf L amiah e smarwﬁsx m

(after neutralizati élmlnilbmt mi,z amino - 8 - dok ubi- (swix)hoamelcld, Re nsd:lyut ion
kept at 35[err¥c fof‘m‘;gthqﬁjr dydromreanhipik Tor SURfoBls iapih 2 - amino - 5 - hydroxy- 35
sulphonic act .

the N-acyl’ gerivatives of aminonaphtho! sul-
1,093, 354 phonic acids that contain as acyl resxdue, for exam

] 1 1, b
dyestuff that forned:lmeqﬂ,a énmjl Odﬁho- n&‘eﬁd- roé, oy “Z&r&?‘%? ut&%k SO
obt ai ned butylbenzoykd ed eo ehdng\aulmhom,smra-toluenesul—

D l
Dyest uffs havi ﬂ’g s ?ﬂﬁéuu 3 a%lrﬁ:g e, Jo nesrgg%%ﬁ o n?}%{lﬁg resndue or a resu.a%mm@

W th equival ent propomhé tdaida O am ne
di et hanol am ne.

EXAMPLE 3 A '

31 Parts of 4-acetyl ani no- 1-ani nobenzene- 2"5- r8ul phom c acid were

di azoti zed i n the usual m&(mgr wi th hydrochl oric acid and
6.9 parts of sodiumnitrite and the ¢ di azo conpound coupl ed

with 38.4 parts of 1-naphthyl-(2")-3- rrethyl-cﬁ pyrazol i ne- .
4' :8'-di sul phonic acid in the presence of .bicarbonate. Sodi um hydroxi de was

t hen i which the two symbols Q represent halogen atoms, hydroxyl groups or amino
: 45 groups, especially -substituted amino groups. Also suitable as-coupling’ components $

re 5:5’ - dihydroxy - 2:2’ - dinaphthylurea - 7:7’ - disulphonic acid and S:5’-

d:hydroxy 2:2’ - dinaphthylamine - 7:7* - disulphonic acid which;, like 1 - amino-

8 ~. hydroxynaphthalene - 3:6 - dlsulphomc acid, may be coupled twice with the

components indicated, as well as amines of the benzene or naphthalene series
50 that couple in para-position, for example, aniline, toluidine, xylidine, cresidine, di- 50

methyl and diethyl aniline, di-(cyanoethyl)-aniline, 1-aminonaphthalene-6-, -7- or ~8-



10 added in an anount sufficient to produce a 4% solution and the

batch heated for 10 2 hours at 90[err]C to split off the
acetyl group. After cooling [DQMLJABS acidified and
t he dyestuff.i-selatet—=— —Thedyestuffpaste—was™"

“'di'ssolved in 500 parts of water, the solution added to an
i ce-col d aqueous solution of 18.5 parts of cyanuri.c chloride and the

- condensat i on 15 carried out at 0 to 5[err]C at a pH vat ue of
about 6 When an am no group WasohQe, . 15 | onger '
-dete.c.LabJ_e._a_ parts of

di sodi umstpﬂsmﬁplaad andva&nmakuledapalridoft hepldgdat aﬁehdyl @tnh:ata@d s,sal ti rrg out .and

filtrati dm. example, monoazo compounds that c%@n fgréqxq by - dx o8
azotxz
4- Acet y| fPHEETS %&'ﬁ’@"’eﬁz‘%ﬁﬁ"?c& ?imm g i daredjin the
f Ol IS0W  benzene sulphosiP acids, ciidi§ ﬂﬂd’mmobenzene sulphomc acid, ammobenzmc \s(
20 acids, nitro-aminobenzoic aci@®g orBnitRmmingpherdolszad ehe (ke jiny dvcasiddiediminne- 2 '

di sul pﬁ?f-hl %—a@g g aa#%gfm {redptppic acid or with 1-ydroxy-8-agigey par t s of vvater
"n'the b BELREE, 5’&4’23% caxpomstmemoae 08 o dhddnclilOx  de -
sol yf i ONco ndﬂﬁrlﬁsc zﬁ@ﬁ) 1 the VEN(IOH, Inihe baRfeParaifienl tha Rkrds -sol ut® on stifred
for 30 ing Para-Phenylenedlamme dnummne:sacm th%{aerrpa]d@ b engreiatedc g4yl conpound -t hat

f or med 34 Iphonic acid or especially fr ’B ed directly- in
e Tor ERCE R L] B SO e AL el

by @yaporbaizbymguﬂohe S0 bbam:tea ZlfSyHGBlﬂpl’ﬁﬁlC lagid, shgzl dond&gsaﬁmthﬂmd fitration.

EXAMPLE 4cxdhahdes ?re e’ cotyl rp'gogmgyfl %_gnurlg chllforl de were -
‘condensed, E%Fq > = X tyryk ’nﬁﬁg 5 of

oxyacet ut referabl n -
met a- am ﬂd&gg rfbxcex%blél,, s dg,ffh nﬂkmofé’ ,of 11 .
4- ppeny| aagic-, chloracryhc or(ﬁé)plohca clitl Aloridee ingludhjokiden Bigt eamcxellyneut e&l i'zed with

sodi um. Cépt {c iesivesg fyr example, -chlorobenzoxazale ution of the
m)nocond ‘%‘Efdﬁ Eﬁ} rt sg n@? gghe ed for .
3 hours iatcmagp zé&[ue bi s actd £dlcHl na&fbdx i 5,9 neutral i zed
wthsa dlsd!lpltomc 90dl chloride, 2: 3-d1chloroqmnoxahnecarb rqy)sulpl@n@ atid chloride, 2% .

The sol ut 29fing i§ of “A%gl esaci d and 25 parts
s S e WS

tetrachfbropyridaz
aqueous Shbropyrioitinf 5-s;lllphomc , 5-mtro- or 5-cyano—2 4: 6-tnchloropynm1dme,

aceBty| anmiSrares-msthyl-gx4rdichirorihiding - :2 6@1¢hl1>1’9mw 146031&@4?@0 a%m!l 30 parts of
sodi um c&floride, 2t 4‘d‘dﬂ°’°PY“m1dm°'5‘s‘B‘§ﬁ ‘Efal g 3%r med was sal.ted
| ine ﬁ dﬁ a;b ﬁﬁ:hloro— azine subsmute -posmon y an s dved tto
-out, iso ﬁ&ﬂ Ml bida 3 My[ - or- ethyl res1due or by the resld yea cotton
Vi O| et-r e,d ah | alipifatic or aromatic mercapto compound bound . through the sulphur - atom C
EXABPLE %r hydroxyl compm@d bound through. thte wzqutamma opfspeialy By e —¥H2: 435.5;

6-t et r acBFY P H atic 0 compound B
sol uti onl?,ggp%g%% ﬁg& %ﬁﬁe %@;ﬁ% residugs Cgm oﬁﬂg)honl c aci d and

t he m Xt utrag be mentioned : ahphanc or aronhéa'rmeda[ﬁi oﬁﬂydt‘cmylﬁﬁ fnpound: sﬁou R4 |

t et Adchl @ Inethigglscofi acid @fef’f“f é’ﬂeﬂwh

process t:%ﬁf?r gﬁ@’s ‘%ﬁ h ;I?lggg?&im car bonat e’

The sol utnhogglesg;c @dy@i,m adam@ Sgr ltgd, acidified and
then =~ example, lﬂ;ﬁroxylamluh, aMzmz,@demmydwm umhydrdzme ts@phodif ecidyj azo corrpound was
t heﬁ5 Couﬁpréﬂmw angh the. derivay s thereof, semi- and- thiosemicar] ﬁﬂpssa fcaﬂ?a : :
5' - di chi GlEhRETY: ‘éf@%? ﬁﬂ%ﬁ};ﬁﬂ‘gﬁ‘? wgﬁztﬁ ﬁm int he
presence chibrethgigthitke ﬁb&fnheﬁ@t@anoﬁhae he, Sf2lol aﬂm ,WRs- then i sol at ed
and _dr i ecbholine, piperidine, piperazine, aminp¢arbggie ebidtetetsomimaednayi l«ows,t ints.

EXARPLE E“mm’e‘ha“e sulphggc acid, N-methylamig %ﬁy e alphedt P‘d‘i’ (ﬁﬁ"‘a‘(] °‘m)noé‘bndensat i on

ines, . for ex le,, aniline aniline, o mdmes xylidines,
product q Féa fér ggn,oa fige, nilines, ’ammophent’)ls nitrotolui] escyanur ic chloride

and 21. 7 &Ij(leﬁ: xhes,aﬂmylaxe Siafniried) Qiyidied) HBdh Eridéhe SApHRRORTIR, ﬂaph.d was

addggj lweu@momaolfﬂldks ?aPlS'-hEFCS, and espeixaﬂlyth am}mes L;mtamlmg s

u L orthan 5 S
| ﬁig‘% 0 %B?Jdggﬁg % ﬂ%?mledrb&nzmcl i b i sul pheni ¢
aci d. (obt;,a;,pl mhydic AHAGRRSbHRC idben Z_Mﬁi‘, J de with 1 nol
of 1: 4-phe peixchiciel A n@h&&mﬁhosdi-pﬂmmiplmnmdcxan slsshsiegedent | y. r educi ng
the Jitr 01’1‘1P°lmds or compgund Shav ft erhfose#a@ylie,oi-nm ef-insstilneut ral i zed. with

y 2— ylamine-4 : 3’-disulphonic acid £9

sodi"im ¢ ﬁﬁ uinones or phthalocyanines - con 1%“ ! ed fOI‘____ 2
hour s at fath@o giohﬁ; f: imipBlds df 4 ation s effected:
in the usual rranner with hydrochloric acid and 6.9 parts of sodizum nltrlte
and the .. . diazo suspension introduced into a solution. of
12.8 parts of barblturlc acid, 4 parts of sodium - =

hydr oxi de and 25 parts of SOdI um car bonate in 400 parts of water. Af t_er 60
coupl i ng the nonoazo dyestuff was precipitated with sodi umchlori de, -

i solated by 60 - filtration and dried. It dyed cotton very
pure greem sh yeI low tints.



1, 093, 354 A dyestuff that dyed cotton yellow tints having a

sonewhat nore reddi sh cast was obt ai ned by using 1-(2

5'-dichl grophenvl) - 3-nmethyvl - D-pvrazol one-4' -sulphoni c acid as

coupl i ng conponent. : A dyestuff producing a red tint was

obt ai ned by using 1-benzoyl am no-8-hydroxy- 5 napht hal ene- 3:

6- di sul phonic acid as coupling conponent. . Further dyestuffs may .
be obtai ned when the di azo conponents made by con- densing the acyl

conpounds listed in Colum | of the followipgsskable with 1:4-
phenyl enedi am ne=2- ' c—actd- ' ' -

35

coupling ~ conponents listed in Colu |¥%2 The tints obtainable with
t he dyestuffs aré-listed in 10 Cq ' SOz
10 ' %\ . : ' A _ . I
111 ) 1~ 2:4-dichl or o- 6- phenyl - afi v 1-phenyl - 3- net hyl -
yel low . 1 :3:5-triazine-3" -sul phonic acid 5-pyrazol one-4'-
sul phoni ¢ aci d %2 _ " -
1- phenyl.- 3- car boxy- . gol den,-q_..{,(;az,v,,__k_,v,,, (50, W)
5- pyrazol one-4" - . “yel | ow : ) _
sul phonic acid . h‘hU3 hed hal t" , 1.'h ‘- acid R
. 1 _.(o9 \.2. inwhic @ hydrogen or halogen atom or a sulphonic acid group, R repre-
1-napht hyl - (2) 53 sents an eth;'m%feglggglene or diphenylenie residue that may be substituted,’ V repre- 5
net hyl - 5- pyrazol"one- sents a hydrogen atom or an alkyl residue, Pc reﬁesents a phthalocyanine residue,
4' :8' - di sul phoni ¢ aciWirepresents HO— or —MH, and @ WitV feptesenttll Doridde . _
) S Nt o @*‘b@“ig%}g?ﬁé‘r’m@é‘hﬁinf.-"eor"é?i?’“‘piféﬁé’&oﬁ“‘é gnuri c
: -be- i
chl ori de 10 dyesmﬁff- Bt rfppdensation d : | 10
5-pyrazol one-4' - The monoacyl derivatives of the para-phenylenediamine disulphonic acids to be
sul phonic acid used in accordance wiith Shednvedition canche idiagotiaddi im ehe @sual manner. Coupling
" : is akso easily carried out in aqueousgxgﬁ%x hen coupling s @rﬂh@, the; dyestufi ob-
8 ' « tained can be condensed with thﬁr ggﬁ-@ﬁg} on;;g aci ﬁ if 1t contains an acylat--
= 1 able amino group in the residut” oupling t; it must be borne in 15
5- pyrazol one-4' - mind that at least one fibre-reactive substituent must be present in the dyestuff, which
sul phoni ¢ acid means that @ibre-reactive acylating agents 'must be used when the diazo component
1- phenyl! - 3- net hyl - does not contain- a fibre-reactive group.  If a diazo component of the kind defined
b g and a coupling component are chosen that do not contain an acylatable amino group,
5-pyrazol one-2' 35" - the dyestuff obtained can still be converted into a fibre-reactive derivative by con- 20
di sul phoni c acid densation Yitli(h;:ylaﬁnﬁ:aﬁendl @hhiﬁhigxg)[ﬁy&-lrdaﬂls eyt (r&jdue, if necessary,
ropi oni ¢ aci d chl or algks hydrolysis of an acylamino group that is present.
prop . Dyestuffs of the invention are also obtained when the 1: 4-phenylenediamine-2: 5-
disulphonic acid is diazotized, coupled with coupling components, especially coupling
25 components that couple easily, for example, 5-pyrazolones and the monoazo dye- 25
stuffs so obtained, which contain a free amino group in the diazo residue, are condensed
with the above-mentioned acylating agents containing a fibre-reactive substituent.
. Furthermore, the dyestuffs of the invention can also be obtained when monocacyl
derivatives of para-phenylenediamine disulphonic acids containing nitre groups are
30 diazotized, coupled with coupling components, the nitro group in the dyestuffs so ob- 30
tained is reduced and diazotized, the resulting diazo compound is coupled with
coupling components, especially with amines coupling in para-position, for example,
- xylidene, toluidine or Cleve’s acid and then reacted with the above-mentioned fibre-
reactive acid halides. :
35 The exchangeable halogen atoms of the fibre-reactive substituents in the dye-
stuffs obtainable by the process of the present invention can easily be replaced, for
example, by reaction with tertiary amines or with hydrazines (for example, dimethyl-
hydrazine), thereby producing fibre-reactive dyestuffs whose eliminable substituent
is a quaternary ammonium or hydrazinium group bound to a carbon atom, especially
40 of ‘a. heterocyclic residue, that is to say, for example, a group of the formula 40
:IZZ_ . . ) ’N—-ci- a’.
' c, . or | ~M- .4 +
{{l \,IV + _ \$_< Mo Mtk
-.-//N—c\” RN (oHs), Wz 4 o
o/
in which Z, represents a hydrogen atom, an amino group that may be substituted or
an etherified hydroxyl or mercapto group. -~ : .
The dyestuffs obtainable by the process of the present invention are new. They
45 are valuable dyestuffs which are suitable for dyeing and printing a very wide variety 45

of materials, especially polyhydroxylated materials of fibrous structure, for example,
materials containing cellulose, which group includes both man-made fibres, for
example, fibres made from regenerated cellulose, and natural cellulosic materials, for



11 2:4:6-trichloropyrimdine 12

2: 4-di chl or o- 6- am no- 1: 3: 5- 1-(2' -chl orophenyl) - yel | ow
triazine _ 3-nethyl-5-pyrazol one-
5l -sulpheni-c-acid T I3~ Z74-dichlToro-6-([err]- hydroxy-
ethylan1no) 1:3:5-triazine. 14 2: 4-di chl oro-6-(anilino- [erﬂ
met hane sulphonlc acid)-1:3:5- triazine
15 cyanuric chloride 16 2: 4-di chl oro-6-(2' - éar boxy-
henyl am no)-1: 3: 5-tri azi ne 17 " .
g- rre?;/_ﬁyLe'i 23vr27ol ane o Lo933se e 1,093,354
9 elxampld lpulp, linen and espec:ally cotton.” They are mamly suithHle foﬂ.Spphcatmn o '

- & iond Gsupr, So which professribey are yel l ow 1

may contain a high concenu‘anon of

n by ad-d emg rocesses and in pr mt" " E

e
1 acﬁt yl aiﬂé, £\ Eeﬁ?%s}’ﬂle dyeEtﬁé dfed or printed on to the material to be

napht hal exleurdd énd ﬁxed thereon by means of agents capable of binding acxd 1f necesdtysul phom c acid
20 -with the application of heat. n | a dr oxy-
SR

.opder to improve the properties of wet fastness pr é
napht hal edﬂgmgd ﬁils advan us to subject ﬂ]mmsggml to- a -tharough tmse thh coﬁtF g’” phom cacid 21
10 hot water, if necess i s&!ﬂ&-havmg a aﬁlﬁefs cuon and

3: 6-di sul \zimrassxsts diffusipn 02@1ﬁxed dyestuff.

2-acetyl aqi; gf invention are distinguished. prmcxpally by a high degree of
q : ﬁmnnn and ‘that any unfized dyestuff can easily be washed out; dyeings acid 23 -
napht hal Eh&mid v a very good fastness to washing. - aci
2: 446i chlor @h@-pﬁiﬂ@dwbbtaﬁﬁblﬂ(by the prbcedswdﬂta)«wmmhmbxalaemﬁ:ber of adt ed 15
1: 3: 5- t rivaptiger oBY theuknoin Wiyestufie prepared Bong pdtasyy pdjaming gonop4
" sulphonic acid; for sb uteg the short v.q, gth region
M of the spectrum ﬂi :%E le e@ct of the yeJlo septes. Dyeings
3: 8-di sul 4l QRS peodbddd with 1 s on cotton display a high degree ‘of purity

1- hydr oy naap hl'glha'hs&ﬁs-and some products also show a high degree of fastness to chiorine 20
and yield printing pastes of exceptional stability. .
The following Examples illustrate the invention. Unless otherwise stated the
I parts and percentages are by weight.

EXAMPLE 1 -
25 A solution of 26.8 parts of 1: 4-pheny1ened1amme-2 5 dlsulphomc .acid 25
- neutralized with sodium carbonate was added to an aqueous suspension of 18.5 parts
of cyanuric chloride and the mixture was stirred at 0 to 5°C the mixture being kept at
a slightly acid pH value by the dropwise addition of. dilute sodium hydroxide solu-
tion. After the condensation the batch was acidified with 30 parts of 30% hydro- -
30 chloric acid and diazotized with 25 parts by volume of a 4N sodium nitrite solution. .  3p
The yellow diazo solution so obtained was added to an . ice-cold solution of 32.3
parts of 1-(2’:5’-dichlorophenyl)-3-methyl-5-pyrazolone-4’/~sulphonic acid containing
a slight excess of sodium carbonate. After the coupling the batch was neutralized with
hydrochloric acid and the dichlorotriazine dyestuff isolated by salting out and filira-
35 tion. The dyestuff paste so obtained was admixed with a mixture of § parts of di- 35
sodium phosphate and 5 parts of monosodium phosphate and the mixture is dried
in vacuo at a low temperature. The dyestuff so obtained dyed cotton pure yellow tints.
A dyestuff that dyed cotton red tints was obtained by using 22.4 parts of 1—
hydroxynaphthalene-4-su1dphomc acid as coupling component. '
40 The 1:4-phenylenediamine-2: 5-disulphonic acid was obtained in the following 40
manner:
210 Parts of dry para-phenylenediamine sulphate-were mtroduced into 800 parts
of 25%, oleum, When dissolved, the mixture was heated to 140°C in the course of
one hour and then stirred for 4 hours at that. temperature. ‘The viscous melt-as:then
45 cooled and poured into about 1,000 parts. of ice-water. The: precipitated disulphonic 45
acid was isolated by suction ﬁltrauon, washed with water and dried. The 1: 4-phenyl-
enediamine-2: 5-disulphonic acid so obtained was a greyish white' powder sparing-
ly soluble in water but dissolved readily in dilute- alkalis. The disulphonic acid was
again precipitated by strongly acidifying a neutral solution of the disodium salt with
50 hydrochloric acid. Diazotization produced mainly a mono diazo compound even when 50
carried out in the presence of an excess of nitrous acid.
Partial deamination (ehmmanon of the diazo group by reducnon ; yielded aniline-
2: 5-disulphonic acid thus establishing the constitution as 2: S-disulphonic acid.
The 1:4-diaminobenzene-2: 6-disulphonic acid -was obtained as follows: after
55 separation of the 1:4-diaminobenzene-2: 5-disulphonic acid the filtrate was neutralized 55
with calcium carbonate freed from calcium sulphate, concentrated, acidified with
hydrochloric acid and sodium chloride added to salt out the para-phenylened:axmne—
2: 6 dlsulphomc acid whlch was obtamed in the form of an acid monosodmm salt.

EXAMPLE 2> _ :

60 - . 50 Parts of 10%, ammonia were added to the solution of the dxchlorotnazme dye- 60 .. .
-stuff obtained in the manner described in Example 1 (after neutralization of  the SRR
coupling solution) and the solution kept at 35 °C for 2 hours. The monochlorotriazine



4: 8-di sul phonic acid 26

2- hydr oxynapht hal ene- 6- scarl et
sul phoni ¢ acid: 27. .
2- acet-ytammo-5-hydroxy- reaar sn _
napht hal ene- 7- sul phoni c or ange acid
28 : di condensati on product of
cyanuric chl orite, nmetanilic acid and 2-
am no- 5- hydr oxy- _
- ) . 3 . 7

napht hal ene- 7-sylphonic — 1,093,354 _acid 29
di condensati on pr Odudgdstufi” theit Fokméd Qasbalted out, isolated and dried. The dyestuff so ol?tTiped y
of cvanuri c clbdori ddyed cotton very pure yellow tints. . : . nmetanilic aci
and %l__ ; Q 7 Dyestuffs having similar propectips; peje b ﬁﬁ, B}kﬁplacmg the ammonia
napht hal ene- 3,\. ‘6‘, with' equivalent proportions of ethylamine or ethano ine"or C?Ileghﬁtiloba%nﬁ.l c acid 30
! : 5  2-am no-8:hydroxy- EXAMPLErEdS disulohonic.acid dieapt s

- 6-sul phoni 31 Parts of 4-acetylamino-1-aminobenzene-2: 5-disulphonic acid werg diagptigedci d
naph][ hﬁ‘l ene pl i r]'the usual manner with hydrochloric acid and 6.9 parts of %%m WL& andﬁ%
coupl 1 g) q;azo compo coupled with 38.4 parts of 1-naphthyl-(2")-3-methyl -pfyrazolme-
| B 4':8'-disu1ph‘f> ic acid in the presence of bicarbonate. Sodium hydrodidel was " then

31 cyanuri cclpd or i déded in an amount sufficiedt toepraduyd anrt/eifben and the batch heated for 10
hydr oxynapht hal ene- 2:1®urs at 90°C to split off the acetyl group. After cooling the batch was acidified

: PR and the dye isolaged : . :
di sul phoni ¢ add The dyefeuft %ee%aghﬁsﬁlbéﬁrﬂ'sﬁc PJ?&WLE MinP Qlution added to an
1- phenyl - 3- met hyl - Sqce-cold aqueousY uii&xWof 18.5 parts of cyanuric éhletide and the condensation :
:5-triazine-2' 15ul phafieccomat @ to 5°Cpy 1 gih vaureof Abdut SUWDEOAI gnino group was no 15
or -4'-sul phonic acilgsger detectable g spltiqnyof. 33 party fgrgﬁioém%mh phate and 5 parts3of
Y.

2: 4-di chl or o- 6- phenyf'sR te was added and the dyestutl 316l 1. sgitng g o flpion
34 2: 4- chl or o- 6- met H@Xg\erylanginet-amindberf2tR2Y §-didupiBiit)did ®as, prepared in the follow-
triazine 20 ing manner: pyrazol one-4' - sul phoni c_ i . 2
acid or -3 - 26.8 I;arts of pa}:a—pheng{gqxﬁi?;—%: a‘EﬂH’h"mC acid/wer; g%olged in

. : . water in the presénce arts by volume of. a_40%, sodium hydroxi
2: 4-di Ch! or o- 6- nor p@&itmﬁglol Parts of aceg'c anhydrid vrv,e:g 'a\bgde Pahé%fﬂe lution stirred for 6
2:4:6-trichl oro-5- br@fidtes at 25°C. The mohode&tfiNdémpotmd &fiab Ydrm&t was readily soluble and

25 could be used directly in the form of the crude solution. It could also be isolated 25
by evaporating the solution to dryness or by salting out and filtration.

EXAMPLE 4 :
18.5 Parts of cyanuric chloride were condensed in known manner with 17.3
parts of meta-aminobenzene sulphonic acid. A solution of 26.8 parts of 1: 4-phenylene-
30 diamine-2: 5-disulphonic acid neutralized with sodium carbonate was added to the - 30
solution of the monocondensation product so obtained and the mixture stirred for
3 hours at 30 to 40°C, the liberated mineral acid being neutralized with a dilute sodium
hydroxide solution.
The solution so obtained was diazotized with hydrochloric acid and 25 parts by ,
35 volume of a 4N sodium nitrite solution and added to an aqueous solution of 1- 35
acetylamino-8-hydroxynaphthalene-3 : 6-disulphonic acid and 30 parts of sodium car- :
bonate. The dyestuff that formed was salted out, isolated by filtration and dried.
It dyed cotton violet-red tints. '
' EXAMPLE 5
40 A solution of 22 parts of 2:4:5: 6-tetrachloropyrimidine as added to a neutral 40
solution of 26.8 parts of 1:4-phenylenediamine-2: 5-disulphonic acid and the mixture
heated at 50 to 60°C until tetrachloropyrimidine was no longer detectable. During this
process the pH value was kept at between 5 and 7 with sodium carbonate.
The solution of the reaction product so obtained was cooled, acidified and' then
45 diazotized with sodium nitrite. The diazo compound was then coupled with 32.5 - 45
parts of 4-(2’:5’-dichlorophenyl)-3-methyl-5-pyrazoline-4’-sulphonic acid in the
presence of sodium bicarbonate. The dyestuff so formed was then isolated and dried. -
It dyed cotton strong yellow tints. . '

EXAMPLE 6
50 A neutral solution of the monocondensation product obtained from 18.4 parts 50
of cyanuric chloride and 21.7 parts of 1-amino-2-carboxybenzene-4-sulphonic acid was
added to a solution of 38.7 parts of 4-(4’-aminobenzoylamino)-1-aminobenzene-2: 5-
disulphenic acid (obtained by:condensing 1 mol of 4-nitrobenzoyl chloride with 1 mol
of 1:4-phenylenediamine-2: 5-disulphonic acid and subsequently reducing the nitro
55 group), which solution had been neutralized with sodium carbonate and the mixture 55
was stirred for ‘2 hours at 40°C. After the condensation, diazotization was effected
in the usual manner with hydrochloric acid and 6.9 parts of sodium nitrite and the
diazo suspension introduced into a solution of 12.8 parts of barbituric acid, 4 parts
of sodium hydroxide and 25 parts of sodium carbonate in 400 parts of water. After
~ 60 coupling the monoazo dyestuff was precipitated with sodium chioride, isolated by 60
, filtration and dried. It dyed cotton very. pure greenish yellow tints. ) '



pyri m di ne pyrazol one-2': 5" - di sul phoni c
aci d 37 2:4:5:6-tetrachl oropyri m di ne 1- benzoyl am no- 8-
red-vi ol et e

Aydr oXy- napht hal ene-3:6- — - —

-di sul phonic acid . 38  2:3-dichloroquinoxal i ne- 6- L s
" ' carboxylic acid chloride 39 :

2: 4-di chl or o- 6am no- 13: 5- 1- anino 8- hydr oxy- - gr €eni sh
triazinge _ 2 rboxy 4" - bl ue

napht hal ene- & dy@stuff that dyed _cotton yellow tints having ‘a somewhat more reddish casldl sul phoni c
aci.d. was obtainefiQby using 1-(2":5'- d1chlorophenyl)-3-methyl-S-pyrazoIone-jf-alphm 8- hydr oxy-

v ponent. -3 Bl

24" -sul phdﬂﬁ ?Wucmg a mnt was obtamed by using l-benzoylpn?iﬁ)cm H,?a'r&”e s 6 o

di sulsphoningonaied-3 : 6-disulphonic as coupling component.

1- am no- 8- hy Burhey diRstuffs may be olglgined whenl@he diazo components made by con-

(4' - acet ydgnsing ghepacylseompounds listed in Column 1 of the following Table with 1:4-

y 2 S-disulphonic acid are diazotized and coupled with the coupli

di sul phopRAER ﬁfﬂ p P ¢ coup.ing

ed in Column II. The tints obtainable with the dyestuffs are listed in

naphthal e@otusn OH. dhsulphonlc
aci-d Y. . " I -'j copde conplex conpound
br own : T a Turt
2:4-dichloro-6- hmyl-am% - nqri)%%i)}%ﬁ yellow .
prepared. fr 5m rﬁﬁﬁﬁﬁbﬁwp -sulphomc acid  5-pyrazolone-4'- _ and
di azoti zed 2-am.no- -  sulphonic acid :
phenol - 4- sugphonlc aC|d Lﬂmmﬂawmbmq: _ gmhn |
1, 093, 354 Jonie-4’- L1 I I _
11 43 2. 4- dlchloro 6- Qﬁﬁﬁﬁ%aam1no- 5&etoacetylan1nobenzene
yel | ow 1:3:5-triazi ne- 2”-suLphon|c aci d or
4' - sul phoni & acid » 44 113?FWL@ " yellow S
2: 2-di hydroxyqui noline - y ﬁhloro 6- phenyl am no-
1-[4' : 8" -di sul phonapht hyl :5-triazine
(2')] - 3- car hoxgyaBuric chloride
pyrazolone 5 g &mmé dlchlorophthala2|ne 6-
(2' dlchlorop eny mlwn : »
' 6  cyanuric chloride : -phenyl—3-carboxy— ' »
: - 5-pyrazolone-4'- _ '
_ sulphomc acid
. 7 2:3-dichloroquinoxaline-6- _ ' » »
carboxylic acid chloride: . :
8 » -phenyl-3-methyl— _ o -
- _ 5-pyrazolone-4'-
sulphonic acid
9 o | -phenyl-3-methyl-- :- »
- - 5-pyrazolone-2’:5’-
disulphonic acid _ _
10 4:5-dichloropyridazone-(6)- e . '3
- propionic acid chloride - -
11 2:4:6-tfichloropyrimidine e e
12 2i-dichloro-6-amino-1:3:5- 1-(2'~chlorophenyl)- Cyellow
: triazine 3-methyl-5-pyrazolone- o
_ 5’-sulphonic acid .
. 13 2:4-dichloro-6-(8-hydroxy- ' » . »
. ethylamino)-1:3:5-triazine . _ —
14  2:4-dichloro-6-(anilino-u- | . S
_ . methane sulphonic acid)-1:3:5- : :
. o . mazme )
15 Cyanuric chloride . : . 3 R . 3 - )
16  2:4-dichloro-6-(2'-carboxy- . - T

_phenylammo)-l :3:5-triazine )
17 v g 3-methyl-5-pyrazolone C»




carboxylic acid chloride 3- et hyl - 5- pyr azol one-

4'-su|phonic acid 47 2- chl or obenzt hi azol e- 5- carboxylic

acid . chloride 48 2.6-dichloropyrimdine-4- __
carboxylrc acid chloride 49  5-bronp-2:4:5-trichloro-

pyri m di ne 50 2: 4-di chl oropyri m di ne- 5-
5-sul phoni ¢ acid ehl oride 51 2-[ napht hyl -(I")-am no] - 4: 6-
dichloro-1 :3:5-triazine The term"nmetanilic acid" refers to
met a- am nobenzene " sul phoni ¢ aci d. _ *. 1,093,354 .9
EXAMPLE 7 ST 2?8 Parts-of — — ' =
4- (4'-nltrobenzoylanlno)-I-anlnobe zene- 2: 5- dlsulphqﬁrc aci d wer e
di azotized in hxga hl ord: 0 an .and. 2 QUPQ ed in
5 sodi um bi rbom&te2$QMhhdemwwbhmﬂ@ 3. pamhkmw51ﬁm4ﬂmc - yellow

5' - di chl or ophenyl ) - 3- neth}ﬁﬁ*mymﬁ34mﬂmm6“ﬁyrazolone 4'-su|phon|c acid. The
nitro group in the dyggtuff so forimed was re- el &@Wt -vibig: NO
group with sodlunrsulpirde-at a.nﬁderatelysraiaéﬁgﬁaﬁna; ture-an -

t he ami noazo dyestuff isol ated.  The dyestuff sdisuphouicaidl was: di ssol ved in

500 parts of ter and: diazotiZed mnth 30 parts éﬁ¥ﬁ% ncentrated
hydrochl oric acid and“c parts 10 *  of -sodi ur -6~ xcess nitrous
aci d was destroyed and 10 parts of 3- nethylanlhmmﬂﬁﬂmmmd .1 ne added.
Coupl i ng was conpl eted by the addition of a concentrated sodlunra etate
sol ution. The disazo dyestuff was»salted out, 2 %gg%‘ i | tr SEY %n and
di ssol ved in 500 parts of “water. - A°%rts of 2:4:5:

6-tetrachl.oropyri m di 22 were addeg and the'reazhuqnmnbxungWQS » heated
for several hours at 50 to 60[err], the pH ‘val pwphiseltneg-sklphpnicat het ween 6

and 7. 15 After "t he condensatron t he stuff was salted out,

i sol ated by filtrations ang:.4ichBM-6-phenyl-amino-| t dYB bﬂﬂmﬁ&re y&h|OWItlntS
A dyestuff ‘that al so dyedlﬁdhhaﬂwyehh&wmdmmns fdstisgplioaicacid| e . by usrng t he
cor - r espondi proportion of 2 4- d|c 0[.0- 6- nyl am po-

5-triazi ne-3' -sul phon?g aci¥ or 2 %‘{t Pﬁﬂﬁex ﬂ]

ulph id
3-di chl or oqui noxal i ne-6- carboxyllc acrd as. condensrﬁdmgagnt .:- o 20

Dyestuffs having si ni R&ar properties were: obtarh@ﬂhwwmmhmﬂ?&correspondrng
pr o- . portions of para-xylidine or 3-acfyiuriosefd ani nobenzene
i nstead of 3-nethyl ankg i ne. . Dyest u§§,}$d,%ﬁmé&_gj | agqpkperties
wer e obtai ned when the pyrazol one |nd|cated sulphonic ®idove Wwas. replaced by
anot her pyrazol one, fgi exanpl e, 1- naphthyl (2 ;xghggkgxg&n%5 eddish -
5- pyrazol one-4': 8'-dfSul phoni c ackd or- - : " - B
1- phenyl = 3- et hyl - 5- pyr azol one- 4'-sulphon|c 25ﬁ?mﬂﬂmqﬁmgmmﬁ  OBPee
5' -di sul phoni c aci d. A dyestuff--that |ikew se dyed cotton
yel low tints was obtalhed when 4-(8'- =~ -~ dicondensation product of »
ni t r obenzoyl.am no) -1 - am nobenzene-2:. 5-di sul ph t ﬁgﬁygs used as,.di azo
com .~ . ponent and the above procedure fo droxy- :

. _ _ na[ahthalene—?—sulphomc

) S © ach

20 T -t dicondensation product red-violet
- S of cyanuric chloride,
metanilic acid and 1-
amino-8-hydroxy-
naphthalene-3:6-
disulphonic acid

30 | _ » -+ 2-amino-8-hydroxy- red
T : naphthalene-6-sulphonic
acid (acid coupling)
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EXAMPLE 8 60.2 Parts of the azo dyestuff of the formul a
[err] (obt ained-by—coupting diazotized _
4 acetyl am no-1-am nobenzene- 2: 5- di sul phoni c acid 5 with 1-(2'7

- di chl or ophenyl ) - 3- net hyl - 5- pyr azol one-4' -sul phonic acid and sub- 5
sequently splitting off the acetyl group) were dissolved in &he f,ormof the

~sodi um salt in 400 parts of water and the solution added to an

i cer qol d aqueous suspension :-:1,0933540f -18.5 parts of cyanuric chloride.
ThemrEactT oM T XTUre wWas StiTTredTor—4-to o6 —foursatr~5 to 10[err]C
whi l e sinul taneously nqutralizing the mngral acid forIffed vmth 10 . a

dilute sadium hydraoxide solytion. 48.9 Parts of

1- am no- 4- M&-mnﬂqaﬂlbngd -am:no) - 1014 benzoylammw&-nt hr aqmedmua- 2 34.6 ‘di sul phoni ¢

acid were added to the resulting dlﬁm o derivative, the

bat ch heat.ed .to 5Q.t0..60[ert].C and ac that tenperature for '4:t.o.

6 hours, tse pﬂ.mai[daes.pmﬁgmkﬂpt batpmm—'immﬂcbﬁ 5 byndwhe addition of -

sodi um car-  1:3:5-tiaziipedtanlphosiokdd i orpyrajdaned -wulpbonicondensati on, the gr een

dyestuff that FotEBPWaadal t ed 15 add or Sppphonicssidat ed - by f i Itration and

dried. It sdyed.Loilripds §ﬁe&ﬁﬁ@meﬂ{ 1 | ow sh greeh tints. - 15 A

dyest uff havi ragmﬁulsnﬂﬁrazmraperttes was obt ai ned when 1-ani no- 4- (4'-amno-

(r:)genyl am no) ant hrhaagndé_ggtggxy_l 335_ di sulhghi)nl C e}m d was ,t’Jsed as -bl ue

rrponent one_4 EXAMPLE 9

A sol ution of %m% parts of 1. 4 plfé%&f.gne m fie-2: 5-di sul phonlc aC|d (2

nol s) 20 - neutrat i.zed W t-h- sodlsmphdngcdcubxt de was added to a fine aqueous

suspensi on_of 18, 52 parts of cyanuric chloride (1 nol).” The

m xture wad stzlﬂ’ A %P“"E,?h?h& %2 ‘hours at S[err]C and » t hen heated to

30 to 40[err]« -kept _at. that:tenperatur.e.for. -3-hours. The pH val ue -

‘was nai ntaﬁned'lsﬁ-trglﬂmb-ﬁ-bmud t 0 neUtphedyl- eﬂlﬂé-addl tign of a sodi-um

hydr oxi de sol. pyrimidine  © ¢ op AfterP%E' [ensation the. batch was cool ed

to Olerr]C,° aCldIerd W|th hydro- ﬂ?‘ pRoRic 3l oric acid and then

tetrazoti zed W.ihG—&uﬁﬁiotbbyrmﬁdtm‘ 13.1&befmaylintined- Sodi Urredwisléti te. 25

The tetrazo sol ution-was then: i ntr dgdroxschaphhalenc-36sol ut i oh .of 64.6 parts of
- 1-(2':5 di ¢hl or ophenyl ) - 3usighapigiacid by azol one- 4' - sul phoni ¢ aci d
-..and 50 par3§s 063 8afbrddMnbiatine-6- - carbopate. The disgzo- dyestuff that

“formed was salehbdymnhdcmaiﬂhated by filtration and dried. It dyed
“-cotton fas OWt t5s A dyest uf f, that dyed cotton

“yel low tirts %;%ﬁ rmre rWY&?@t 3@ as obt ai ned

when cyanuric ¢ orlde was’ flrst CQhulpephaglazst 0 to Sferr]C with the par a-

phenyl enedi am ne- 2 5-di sul phoni c ackphtimlest-3:6ren Wit h t he correspondl ng

anount of “ar dphenyt enedi arfisRigbopicatid nhoni ¢ aci d:

Yel | ow dygstuffs hayi ng siml ar. PrioRfdolagaolyer € obtaj nabl e by repl aci- ng

the 35 pyr azol one uSed above W tof’-sulphophenylazo)-

1-(2' - chl or opheny| y#8«1Bt-hyl« 5-pyr. 36-- sul phonic 35~ -aci. d or
wi th 1-phenyl - 3- net hyl - 5- pyr azolon isylphonig “ql or -2':-5"- d| suI phonl cacid

-or with lsgaphthyl - (2 ),, 3-.met-hyd - 5-1Rdid 8y 8'dudtibfid| phoni c aci d
EXAVPLE 10 A" 30l ut-i orf4"-acdylidGnoR’ Sparts of 1:
4- phenyl enedi am ne- 2: 6 di; sul phoni ¢ disglph ) neutral i zed wt h SOdI ‘um

- carbonate was added to-an aqueous aggf of 18.5 parts- 40 '

42 » copper complex compound brown .
chel ey of a monoazo dyestuff i
prepared from fesorcinol -
and diazotized 2-amino-
phenol-4-sulphonic acid



of cyanuric chloride and the mxture stirred at O to 5[err]C whil e keeping

t he pH val ue slightly acidic by the dropw se addition of a dilute
sodi umhydroxi de solution, After the condensation the batch was acidified
with 30 parts of 30% hydrochloric acid and di azoti zation effected
with 25 parts by volune of a 4N nitrite solution. The yell ow 45 di azo
sol ution so; obt ai ned was added to an ice-cold solution of 32. 3 parts of
1-(2':5 45 - di chl orophenyl) - 3 - nmethyl - 5 -

pyrezolone 4' - sol phoni c acid contai ning 3083884l excess of sodium

car bonat e. Aftewmrmw—mmm‘e__“
added and the m xture kept at 30 %o 40[err]C for 3. .hgurs. The .. ;

nmonochl or otr| V4l ne dye- stuff was salted out and_isol :-\'r ed by
filtration. It\dyed dﬁttam-dnabtq-&mmé- ineeni s lacelbBoetylaminolyegiehow tyeliows.

50 The correspd H:g;“m Hﬁ@f?‘?“am ne dyestuff obtained when the
dyestuff was iso- - - THREEHC di-ately -after.coupling yiel ded
practically the same4int. A dye&tMﬁydlokﬁqmme prodycing a
greeni sh yellow tint was obtai ned “when bar -, g bi turlcl acid was used
as coupl i ng conponent®  2it-dichloro-6-phenylamino- - (5!4 : gbs;ﬂxl;ljgfaphthy »

1, 093, 354

2- Acet yl am no- 5- hydr-oxynapht-hal.ene--7- sul phoni C" aci d when used as coupl i ng

conponent vyi el ded a yél | dwi-didhlooph qlclg@lndfes t uf f ,1-(2":5"-dichlorophenyl)- -

2- hydr oxynapht hal ene-6- s B8 ofidezcid a P’é’éﬁh §$5P56?‘zalﬂﬁé dyest uff and
4*-sulphonic acid

1- hydroxynaphthalene 4- sulphonlc acid a red- or ange dyestuff

EXAMPLE 11 A7 2-chlorobenzthiaidfe-58&aiBauytis Of »

par a- phenyl enedi ami ne- 2: 3<cidiFldaidghoni ¢ aci d were dissolved in 500 _

parts of water with the unt of sodi um hydr oxi de. The

sol ution was 4§am£§%’%ﬁ£§%§ parts by vofune of 30%: '

hydrochl ori ¢ acid and- di azotl zed with a solution of 6.9 parts of

sodi um nitrite while ool %‘@Fr“’!cb'em‘The di azo sobution was 10

coupled with 28.7 parts

1-(2' - chl or ophenyl ) - Sonetdudichhrdpydimidiad-ene- 5' - sul phopic 10 acid in
t he presence of sodi um caiFSblplmicecxdmdam noazo dyestuff was preC| pitated by
acidifying and salting 1-( Ia.tcﬂ y filtration. -~ The .
dyest uf f- paste was di sol y&ﬂﬁe e sol ution”neutralized ®ith sodi'um
carbonate and then 34.._3_pa-|:.t_s_gi_1_he_s.od4_um_sa t-of 2:

4-di chl or o- 6- phenyl ani n@he tefrs “metaniliclaci@” refrst tp imgtaiaminoBnzene dulphenid asidaci d wer e
added. . The m xture was kept for several 15 hours at 40 to
60[err]C at a pH value of 5 to 6 until nogfyMedeher change occurred in

the pH The dyestuff se1.9hbtank nad 4£ﬂyeﬁroﬁﬁfzdyﬁmm\ipl’-#mﬁhhéremyelz5 Qisulghbridd Sacid

B ) L ey

used as acylating &@a toanaﬁﬂﬁ Eo‘ai&ﬁl% B0 o 1P cRurSaMer al
hours at a tenperat niteemtilmh 0192@ The dyestuff scasbehirf2d wasf di];sﬁlved in 500 parts
EXAMPLE 12 of water3 ;_hedowlﬂu?v%m gﬁptaaﬁ«id & pats

5- di sul phoni ¢ &tid \f&?"%&ﬁ mmte ling. was com E“’Earts

of 1-am nonaplit hal e@&mﬁnsme QR Gyester m@ outDisolated B‘y )éndiaisddlv fum A

solution of 18.5 paﬁ@Qspao‘.ﬁof uric chi orlde in 60 arts of

i " i R A R T dmﬁm‘n el anir 1

chl ori de di sappear edtdyéd)cottonpureyeuo & s of OA) aqueous ammnl a were then:

added and condensati on pr toakto -dyest cotton yell%w tin(g ‘hl@)[gbtgm?te bgro.[sg;lg eQor-The -

4 0~ - nic
ronoeh o ot 11 2 ne SR B e o e e 1
dyed cotton ye DSestuffs havmg similar properties were obtained by using correspondmg pro-
30 An amabnsgab para-ghylidist of 3-acytylemilo-hgminohrraaivditstda bE3-medigiriihe.y el | ow
tints was ob- Dyestuffs having similar properties were obtained, when the pyrazolore indicated

above  was replaced by another pyrazolone, for example, 1-naphthyl-(. "-3-methyl—
- 25 S-pyrazolone-4/ : 8’-disulphonic- acid or 1-phenyl-3-methyl-S-pyrazolone-4 -sulphomc 25
acid.or 2’ : 5’-disulphonic acid.
A dyestuff that likewise dyed cotton yellow tints was obtamed when 4-(3/-
nitrobenzoylamino)-1-aminobenzene-2: S-dnsulphomc acid . was used as diazo com-
ponent and the above procedure followed



tai ned by using 1-am nonapht hal ene-8-sul phonic acid as coupling conponent.
EXAMPLE 13 31 Parts of
4-acetyl am no- 1- am nobenzene- 2: 6-disulphoni c acid were diazotized 35

— bA-the-ustal—anner with hydrochloric acid and 6.9 parts of sodium ni tr| te

and the 35 di azo -conpound coupled with 38.4 parts of
1- napht hyl - (2' - 3- net hyl - 5- pyrazol one- - : 4': 8'-disul phonic acid in
t he presence of bicarbonate. Sodi um hydroxi de was then -added- i n an

amoung, such that a 4% sol ution yagsdor med and t he batch heat ed for

2 ho - : . m xture was
t hen cool ed 40 and acj d|f| %‘?mﬂﬁtshe dyestuff i sol at ed. SR
40 : Pa‘ﬁfgﬂw g Was di ssol ved .in 500 partss of= wat er and
t he solutlon added - to an ice- c9|d aqueous sol uti-on of 5
of cyanuric chlori de and condensatm)n -~ ..carri‘ed out at"0.-to 5[err]C
at a pH val ue of about 6. f‘f an am, - @by Was ‘no | onger
detectable, a soluti on,,g_ ;p,gcfa ar of . nonosodi um phosphate and 5 45
parts of disodi um phosphat Was ad’g_i.e, arfd t he dyestuff isolated by sal ting
out and 45 . ... fireatioon. JHe dyestuff so-obtained dyed cotton -

yel low tints. c 4 Acet)f am no- 1- ami nobenzene- 2: 6- di sul phoni c
acid was @mlﬁédr@doouﬁlﬁé df¥oana| 43acet lamino-1-aminbHanAhE2 : b.alshipachid Gcigmnner :

26. 85 Par t wittof 1-27: s4-diplilertphky!)-Sehh f}gyr&bloﬁ-‘ﬁ-lsv.ﬂpﬂophomct adi gubaer e 8li ssol ved in
250 50 sequﬁntbaw!@n&)fﬂﬁ ”@V"éfm Puw@f the) FYER 0xi de sol utidn
250 e o R R S ot o1 acet

anhydr i dehours at 5 to 10°C while simultaneously neutralizing : the - mmeral ac1d formed=XeRVP

A neot r al a diddeeisodinm lqﬂmkxuesdmmeaﬂdknseft 1-gming4 pbényla@ind)- par tm of

cyanuric anthraqumone- t? resultmg dlchlor?mazme »

1- ani no- 2 |5c ﬁwtm& or 40 a-sol ut i on
of 38.7 pg ssa a.aa:py eagFee Odye \duffa kbt o 74658 Gald 6- di Sul - 55

phorésc aceul léotawaxyrﬁ&ohubyandahddarisﬂ cmtmomymowmmgmwl chl ¥ri de Wi t h 1
rml Of Aia dycfﬂ‘ h ﬁl = M ﬁgl];.‘ic aCld Was us% - nt. ?OG and
subs equenPIegYAPRRY RTRRAURRE 2 “grotp). c?‘n sol ution had been

neutralized with sodlumcarbonazmmaﬁcbthe mxture : - stirred for -2
hours at 40 [ 40 sqlijtiop omiéparlsmélc‘brlﬂm*ﬁsaleamnadi-élmhpmawd)ﬁ m\? car ied out: 60

in tHe usir ‘ﬁg&?ﬂg’é ! Sﬁiﬁmgﬂ&%‘gm Eﬁﬁ%s?;ﬁé?f umnitrite

86&

and . Ofen heated to 30 g,csol ution of 12.8
parts of barthﬁwﬁeu&hgﬂydcld to neuttal by tHe mrtibfs oD sclighi €lkotixi de and 25 parts
of sodi unt r%? 0]‘.14?!1?4@@ ed 1o OZC acxdlﬁed \@_1&103?:‘035 o

Af t BB the tﬁéﬂmg g& 131@%? ;@ggh{ %rg&sth sBdi'um .
chlori de, dxbl’ﬁd?ophen | -methyl-j— rﬁ + ol hBﬁléi dl&&xdamp dided bdyed cotton Very
pure greetshnat e Odisaga: dyesuﬁ‘ that formed was salted out isolated: by ﬁltratmn

EXAVPLE 18 dried, It dyed cotton fast pere % SHyLE (0.1 mol) obtained |% the%orranner g
1 | ssO ved in: 800

descl bedwssrﬁ,tﬁi ;‘gth%%ga Akl “sﬂﬁé. i
parts of ek fs&lﬁmﬁl, 288 B eteh Iwhth e‘ correspon g amount”of

as fitst conden 2 )
et hylhydpmhuElMNmnaﬂdwom se'to the solution. After stirri ng for one

hour” at - Yellow. 4y ’ OReffies SppeinedtBut Wi th sodium
Ch:JO"fs' de, £& Q:fme ??B‘ggl-hé-m?m{;ﬁd?yid—p iof&f!gpgfg%égg—pzyf BHo%QhaE!ﬁuVac‘ﬁo atS

40[err] C. or| \tmuiyaq&hmﬁ:( P B-miethyy5epyta@oions-A 6 @ e disulpfitiad étﬁllS . showed that

't he dyestuff no 1onger cont ai ned a Iabl 1e chI orine atom 10, ¢ _

EXANPLE 16 ¢ "EXAMPLE llg iy 26 8-
ution . of . 26,8 parts - o 4- iamine-2 ; 6-disulpho acid

Par t gy Of  Fabaidl iy loa bl g kraf" osmiﬁéaayasp@&oﬁ e ﬁesazot ed and

coupl ed V\/aftdyanaﬁc Shlqpide bl hé mixtypd) @izl 4630 tmi°hy\bm15k&yﬁ:§malpﬂnﬁiu8 -'su phonl C
-aci’ d Theslightly acidic: by ‘the dropwise addition of a-dilute sodium hydroxide solution. After

s the condensation the batch was acidified with 30 parts of - 30%; hydrochloric acid and R T

. diazotization. effected with 25 parts by -volume of a 4N nitrite solution, The yellow )
45 * diazo solution 30 obtained was added to an ice-cold sohution of 32.3° parts of 1—(2' T
' dichlorophenyl) - 3 - methyl - 5 - pyrazolone~4~sulphonic acid: ‘containing a-small'excess ..
of :sodium: carbonate. After the. coupling 50 parts of 10% aquéous ‘ammonia were

¢o . . added and ‘the mixture kept at 30 to:40°C for 3. hours. The mionochlototriazine dye- 2l -
stuff was salted out and isolated by ﬁltrauon It dyed- ‘cotton'- fast, pure greemsh ' S
50 ._yellow tints. .. - s

-The. correspondmg d1c}ﬂorotnazme dyestuﬂ obtained when the’ dyestuﬁ was 1so-. '
lated immediately after coupling yielded practically the-same tint: -
- .. - A dyestuff likewise producing a greenish yellow tint was obtamed when bar-
bituric acid was used as coupling component. _ ,




nonoazo dyestuff was diazotized and the diazo conpound coupled with 52.3
parts of the condensation product of 1 nol each of cyanuric
chl ori de ' : _ and
aniline in sodiumbicarbonate solution. The 15 di sazo dyestuff so
obt ai ned dyed cotton violet tints. Dyei ng prescription: _

2 Parts of dyestutf were dissolved in 100 parts of water. A cotton fabric
was i mpregnated with the solution so prepared on a padding mang% e,,
the fabric being 20. . ...squeezed so as tolO®H#n 75% of its own weight & *
dyestuff sol ution. * * 2-Acetylamino-5-hydrofaphihalene-7-sulphonic Gk ihBTubed 50 coupling

i npregnat ed was dri edompoitht @igKal @CyeRdwishOGrngt EdyRifia (2uhiyéroxyndphthalene-6-sulphonia

sol ution contai i g 3@ pareddishodrange diyestuff hapd r lvidevaynaphthaB@oH-quiphenis &dd 8 ge-um
chloride s~=pefedElsqieezed to 'ﬁxf_h’% upt ake. of.. 75% and. t hen
steaned for 60 seconds $4g Parts of para-pHeRflentBamihbld: S alshibhonil REd bl distovd@ s S08EN
rinsed, treated in .apms%wmdiim_rﬂugﬂﬁ«&aiaﬂmm% sodium hyiedxide.i The, solgtidisqui,
soaped at the boil f egidified Wi}hn%ﬁt paytsj by yolume 39, bydreshlorist acid pndndipzgviged withs:

. sejution, of 6.9 parts of sodmmlsjnféﬁl 5 .diazo sgll_mon was ﬁ)
detergent, ri ”S@d anf "y 28.7 of 15(37LcHb ! -% SO0 ne-3"-sylgbonic
Parts of dyestuff wepdq i &e &h&'ﬁmiuﬂad&ib&a_&. ThY #dnoatd! dy pleBipitated bg U S
of wat et anekidifging sl saltingont sl isblacedbyi filttatiord 0 parts of a 5% sodium

P i sy 10 e ST e
) - fort -

were then addedis 1.3 5.trigsine-3"-sulphonic_acid dded, ixt Ve
rol I'er-printed W th bl i jote 600C REK (B Seueidf PG 6okl G FtleridMine occurred - t Nen
steaned for 8 m nut-eshegtl ToOfwsnid © dbninedilyed adted vey eaayellthwensr i nted fabric
was t hen. ~ thgr ofgiyespn {nghﬁslg:alzl‘g-fﬂy. .Fq_y%gramrc;gdb‘:; seqould iy obie ;‘;::
VHAT V\E CLAIM I-ﬁ - 3 gent and com*e sﬁ:m a eﬁ% i%r_ f:eazral ﬁg"s% Lﬁ?&ﬁfg veeri *80- 20
acyl am nophenyl ene azm @yesturfs Cﬁnt al n== - mﬁ -la--_-l ng---a~_lr’:e ~e1r_ ocycric
fibre-reactive grouping and al so the’ res[cmm. EMPQ L _para-phenyl ene:
2,:5- or 2:6-disul phgzrg,iﬁggds cg_of ggmnmslwgum-gs sg_le_ _ |.%E@$Wel{¢i'dl-
substituent whegs  gighdy bd e A %:ﬁgﬁfa Hrid e G180 Bhratdle 25
fibre-reactive groupadetdnd B 4 0| thdJre@ QBipling solution soPédEERd and e fditdte BitredZ O
dyestuff of the kindadeft 18d ai s git eduecddt by 6 motilrhe

priate diazo and* couBfient Wty awauneme g@ggﬁ%ﬁfﬁgﬁﬁsﬁg ta?gv %ayga e eArtiody it for ,
am noazo . AR Tr dyed QM o L N oan - acyratt g ‘agamt” 2.3
A process as claimed | NAfladlegods dyBIfE yilding) QorficBir (e irGidlsl) GetlodT ik PhACEYL| ene
di - sul phoni tringd byl ueitg 1-preindnephthalewe-8-sulphonic/iid as couplingt apmpamerrVio’ azo

bri dges. 4z 3. A'process as clained MMPCJ gim 1 wherein-the residue of:
the given formula - 317 PartsSof h@EMﬂ@M&?ﬂE—g%dimoﬂqaﬁ%&é_ afzed" OUP

whi ch may it sel$5 contmtha waidl M@mer. with hydroéhlhfqiddi@_&n(;gé] parts of. B?gxl;fyggl an{ geess 35
i med i iagsf cogippiinggroupled with e pants aofy 1 251t3hdthy50- pyrazolone-

as ,f | al rred ![ R ang 8?38'. -?suﬂquiﬁc m |§§ presence of bicarbonate. Sodium hydroxide was then

containing er §ded 'in mount ..ql t a 4%, solution was forined and the batch heated for

50 - .2 hours at 90°C to split off the ‘acetyl group. The reaction mixture was then cooled

... 40 and acidified and the dyestuff isolated, . : -

. 40
~ The dyestuff paste was dissolved in 500 parts of water and the solution added
to an ice-cold aqueous solution of 18.5 parts of cyanuric chloride and conderisation
carried. out at 0 to 5°C at a-pH wvalue of about 6. When an _amino group was no. _
A longer detectable, a solution comprising’' 5 parts of ‘monosodium’_phosphate and " §-
45 parts of disodium phosphate was added and. the dyestuff isolated by salting out. and’ 45
filration. The dyestuff-so obtainéd dyed cotton yellow tints. .~ .~ . - -~ .
4-Acetylamino-1-aminobenzene-2: 6-disulphonic acid ‘'was obtained, ‘for éxariplé,’
in the following manner: . '
26.8 Parts of 1:4-phenylenediamine-2: 6-disulphonic acid were dissolved in 250
50 parts of water and 20 parts of 30%, sodium hydroxide solution and monoacylated at 50
room temperature with 10.5 parts of acetic anhydride.

ExamPLE 14
A neutral solution of the monocondensation product of 18.4. parts of. cyanugic. o
% chloride and 21.7 parts of 1-amino-2-carboxybenzene-4-sulphonic acid “was added 0 =~ -
55 a- solution* of -38.7: parts “of ~4-(4"-amincbenzoylamino)-1-aminobenzene-2 ; 6-disul-. 55

phonic ‘acid (obtained by-condensing 1-mol of 4-nitrobenzoyl chloride with I mol.of

1: 4-phenylenediamine-2: 6-disulphonic -acid and subsequently reducing the nitro’

group), ‘which solution- had ' been neutralized’ with sodjum carbonate -and thé mixture,

stirred for 2 hours at 40°C. After the condensation diazotization Was carfied out

60 in the usual manner with hydrochloric acid and 6.9 parts of sodium nitrite and 60
the diazo suspension introduced into a solution of 12.8 parts of barbituric acid,
4 parts of sodium hydroxide and 25 parts of sodium carbonate in 400 parts of water.
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After t he coupl ing the monoazo dyestuff was precipitated with sodr um
=Ehk : =R 't dyed -

cotton very pure greenlsh yeIIowtrnts .
EXAMPLE 15 The dyestuff (0.1 rml) obtained in the
manner described in the first paragraph 5 of Exanple 2
|ssol ved in 800 parts of water and 6 parts of asymetric di- 5 -
?1 re.added di@i*e to the solution. After stirring for one

hOUI‘ at After the coupling the ‘monoazo Qﬁﬁ"\i & PRE; ﬁEcHrvﬁthtEﬁ ¥ _was sal ted out
Wi t h sodlatsdnby filtmtidnched dne;loltahrdzdcobgn i’egn prug;. greenish ygﬂo;lgnteﬁaﬁd# %ot ration and then

dried in“vacuo at 40[err]C It tton in yel l'ow shades. Anal ysi s
B o '

showed t RatrikGe%ERl Yhdy B th Ai5es B Bl B st om
10 5 of Example 2 was dissolved in 800 parts of water and
10 methylhyd’azme were: added @roBwikdamotthe s?oiunmﬁmtﬂt)hmglf&n Ih&m ae- 2: & disul phonr c

aci d vver figgstatf was salted out with sodium -c ated D 25. 4 parts Of
1- phenylsh?we ’?&F Q:i‘% m”"c ’éqjgﬂ;f iAo Zellow B shapprgAalyos

nonoazo dyestuff - was d| az |ze (]:10 I'azo corrpound coupl ed with 52 3
parlfs of-. Exnlr\em:dmdensatron product of 1 nale each of

Cyanur | c: ngédm;‘f#vg wtiﬁq ;ﬂdlf%gﬁ isulphonic ac:dfﬁww;t%ﬁfg??ggt h'?'lhgnelg
~d| sazo dc;zesmrén aua:epfmbﬁoaroﬂedmdy@ loilro ﬁ@gﬁ' EFE I 1dain E -8-hyd

IOX!
Dyd#ng E@?@l 3 j6crhpulphonic acid and aniline in sodium blcaerﬁ’ﬁrsb]atldnf ﬁy est usf were
di ssol vg'gsa i%'gs?)%ﬁ"ac"?d&ed\‘/’\ﬁ?’éf"de%mﬁotton fabric was. . _
I mr; egnazbﬁdgw,;g,PMe solution so prepared on a paddi ng nmangl e, the fabric
bei ng 2 Parts of AAfestuff wersqua&neid 190 p&tS df Guatelt Ricktrod I96r0Twab t S OWN Wei ght  of
dﬁ%ﬁt uf flmgqgg ted gyith the solution so prepged on a padding mangle, the fabric befdhe fabric SO :

egnal C oty %ﬁﬁﬂ%ﬁ‘m&% ‘Q-%:P erature with 20 |
a 3ol utlm%ﬁ@%3%5%0$ ts PR sddfmDhyd y m %.ﬁﬁ%&’@ parts of sodium

chl ori deper.:litré, squeezed to 2 liquor uptakpeof 759/ arg, th sﬂﬁﬁzdadyrtso seétonds @tlor upt ake of. 75%

th treated in a 0.5%, sodium ‘bicarbofid®) t 101 C.
~angs eﬁoﬁgg&ﬁgéﬁ soaped gﬂ????% 15 miputes in 3 03 0 Lerr]

Thé fab 75 5o PLH PO RRS bond® e |
25 solution, ri nsed soaped at the borl for 15 minutes in a-0.3% -
sol utrorf’"ﬁ?"g ﬁ@;ﬂ‘?’dm c detergent, rinsed and
dried. arts of dyestuff were mlx ﬁtqo l"@fhm 28. parts of

Pfg : ' :
2 Barts ﬁ%ga ve thewp/]fmon sune%;% olkib oy ?dégﬁﬁbﬂg‘m"eg’mﬂ?@sol ved in 28 parts
A cotton fabric was relled-mrinted Rkh teheeprinfihgUpabid B SrégareliCliel Bi0 40 parts oft a 5%
sodr um egcri% f%r‘iﬁ WE ?&‘WC in saturated stee@0 The printe(abiamesthed a 10% sodi um
car bonat € Sotutl 50d ot svterand djed- 30
A cotton’ fM{Armthgar.. printed. with the printing paste so prepared
dr ﬁ%d and i. A process for the manufactur& bfaaylsﬁmlmg[mfcaﬁo Syem%ﬁﬁn at 199(; in
satur at & %g‘}g’g’ Cﬁ%’f’lﬁ Hely H‘Erainé gheimpaidye of a para-phenylene ~  t hor oughl y
rinsed igg ) acitil‘::’re—reactlve substituent when - CWHAT VE
P in the couFImF

CLAI M | S(m:nt wherein' an azo dyeaﬁ_ﬁ of the kind deﬁne& s pro aps:ﬁre manuf act ur: e of
acH? ani ?ﬁgtk ip70 @prb copplingdspmpengditf & byo ndndénsing alBEppropnate aminoazo | NJ4H
heter ocYETHE %

A megyﬁt%ﬁﬁme(:ﬂ O'Ilwhpr%g?nd al‘Jllﬁjs a..lp ESI due of a

par a- ph et RRid of the formula SRS ¢ aci d, whié ch

contains the fibre-reactive substituent when the -
dyest uf f .does-not contar n a residug_of the fibre- reacti ve group i-n the
cotipl i ng” Eom- - - ponent, wher ei n. an azo dyestuff of the
kind defined is produced bng NrigT an appr o= e 40 pri-ate
di azo and coupl i ng corrponent -or by conden5| ng an approprl ate am noazo 40
dygst uf it B -

! i ati-ng-agent. . - . 2. -A process as
ol B e It M, i, Che, ool Sl rzhepgrrv%rr Liig di <Bsul phonic
acr ‘d of i,stgaﬁveénommzb dridge and an acylammo group which may itself contam an ‘azo .
ridge '
C 4, "A process as claimed in any one of. Clanns 1-—3 he
50 - conta,mmg the fesi due of the fqrmula y A | wherein an azo. dyestuff .



[err] 45 bet ween two azo bri dges.

45 3. Aprocess as clained in Caim1 wherein the
resi due of the given fornula i s between an azo briwdge »
and an acylﬁm;no group whi ch may |tseI g ntain an azo

bridge. - 4 92& s_as clained.in aoy qne.of
Clains 1-3 V\:hel’ €Afieradie &i@hlféytﬁéhutfoﬁzo dyestuﬂ was ptecﬁﬁated with eudlfinoéhiviriag) isohe

resi due of the flgteq}nby &ltration and dried. It dyed cotton very pure greenish yellow tints. . ‘50
1, 093, 354 - and an acyl at Lgrq no group i s condensed at" _the

am no group:W th anTRChyedsme{o.10Bol) obtained m%mmnsy di6triBedNB L ﬁ&y@%ﬁ 3
fibre-reactsve I’GfSEﬂH@Ie 2 was dlssolved in §00 pArtpopemBiSardS6 @hrai ofodynmnietric dit m 1 ®

3
wherein a diazo mnefweran @wise to the Sdﬁﬂmhéft‘ffdﬂ%é'g one h°“f at
2 and Z

in which mand ni ,gagﬁmFEE‘ﬁ S TR el

on
represents s. showe&d th# Ml@ﬂ;ﬂ tofitam@lPlabilk Wofisk aQonCOUp | ng onponent -
capabl e of coupllng Ln a 10 position vicinal to a hydroxyl. group, an
am no group®r a k rou or in ar@xm h .1 ROSI nze&o ey arf®no
group, the start5 ‘gw ;@"e:f'f"l&“ ‘s'g}‘,’, ‘:ﬁg,iic wad. The that
the coupling Conﬁ%%tdy%zﬁ danEh ﬁd'oQGlﬁfcuthc 1b1€1f61t1f SEX pdrté Bf :
substi tuent. the - condensatwﬁ prodfugr rofcbsxs’l asch oif dysneric icijoride.a l-amiBo-8«apdrexyt n
bar bi turic ¥cid gaeh d g3y S‘g‘ﬁ?eﬁg ac“i and lzmi‘gn%tghﬁqdé’“bf’“fmﬁ‘b‘f’ jsplytiqa, The p05|IF| on
is used as coupl | sa°c"5rrpo°en ned QY PR AT ATS com pound used is

prepared from anDadiﬂgnﬁ-esa‘ipnb#te forrrula indicated in which Z re re-
senfs a chl ori nat ed? Peitsef FrFrﬁISEHI‘ﬁémMﬁm |W4t§f €9vien cwae
benzoxazol &, qui [FEE oda:":f’ th‘:n 0 sThEiLf e emg
7. A process as c; ﬁ@. ea, gmg md@lgdﬁ&et whh a
triazine, =z qiytion mmlanmgl af spﬂium ydﬂoadmddﬂampkrs ofb@nmomute

qui nazol i-ne or q? %Sf% h‘i‘m" uptake < °££ [gh%"‘ ﬁtﬁ;?g |seeaade &t o
reactive chjsori ngabolh..q2 eg:fﬂf:“ioﬂ . 1 .ifé% A, G ‘?’?’é‘fﬂ S @i m s
wherein the cond@ae@@m ﬂﬁkedﬁldﬂ é¢ected wt cyanuric chloride
and a chl or:kne atom I n the .dyestuff so obt a| ned contai ning a di-

chl or_Q_trl azine r "‘f'gﬁl aced.b <9 gsatg Qe .%
aning:- - wate:g Prsd%ﬁssuﬁ&mﬁt%h 4B 213 Z’“ ss‘{b"fi" %31-55 wher ei n

t he reacti v dyeio Pars of a 1054 sobliomodaibanafediution @@ Vel hdldd.i nt 0 a quat er nat ed

reacti ve dyestuff - awcﬂlkr- inpeg with the printing sey pieprzedpdried\and a7 ne
especi al | y’dl met iﬁz}q‘i inutes at 1 % in saturateg steam, %\? p?i‘ntez%fabnc was &G‘P
P y cold and hot water and dried.
'_ '. WHAT WE CLAIM IS: —
35 - .A process for the manufacture of acylaminophenylene azo dyestuffs contain- .35

ing a heterocychc fibre-reactive grouping and also the residue of a para-phenylene

2:5- or 2:6-disulphonic acid, which contains the fibre-reactive substituent when

the dyestuff does not contain a residue of the fibre-reactive group in the coupling com~

ponent, wherein an azo dyestuff of the kind defined is produced by coupling an appro-
40 priate diazo and coupling component or by condensmg an appropriate aminoazo 40
- dyestuff with an acylating agent. :
" 2. A process as claimed in Claim 1 wherein the residue is the p-phenylene di-

sulphomc acid of the formula .

i i, 5.

SozH

Aoss

45 between two azo bridges. - - 45
" 3. A process as claimed in Claim 1 wherein the residue of the given formula '
is ‘between an azo bridge and an acylamino group which may itself contain an azo
bridge.

. 4. A process as claimed in any one of Claims 1-—3 wherein an azo dyestuff
50 contammg the residue of the formula o . 50

O




10. A process as clainmed in any one of the Clains 1-9 wherein a dyestuff of
the formul a

[ er ufm GO~ oSS et 0pr €SeNt s the resi due
of barbituric acid or a 5- . 30 pyrazol one residue which is bound to the
azo bridge in 4-position, n represents an 30 I nt eger not

greater sthanr 2 and X represents a nonochloro-1:3:5-tri azi ne residue, a
di- or tri-chloropyrimdine residue, a_2-chlorobenzthiazol e- Sqerr] ar -CO

residue or .. ~—a-chloroquinoxal.l ne- @@’Vésu due =10 ﬁr ocess
as claimed in claim10 wherein the residue Y in the gi ven forrrula 35
contai ns a suI phoni ¢ acid group. sosH

35 ' 12. A process for the man cture of azo dyestuffs as clai ned
inclaiml om any of the cg ents specified herein
substantially as descri bed. 13.. A process for the manufacture

of azo dyest uf f gndaan_ aiytatabledmmm gmhialsrmx!siemmst the ammo grmdumﬂedl gidpstident i al | y as

descrlbedlnthém’B“a‘@ﬂ A nm;“ K e Lo, oﬁf a'leereln
40 . 5 14 ﬂ]&%}m@me“st U ) |’Hab‘1 "Be’ 3 p 35° %"n? Bf & 7 any one
of claims 1-13 15. Acyl ami no- phenyl ene azo dyestuffs containing
a heterocyclic fi bre-reactive groupi gg#and t he resi due of

par.a- phenyl ene 2:5- -or 2:6-di sukph aci »azZ0 COm ponent
containing the fibre-reactive sub f@éﬁt’”’ the dyestuff does not
contain 45 a heterocyclic f| e-react -"group in the conponent.

16. bet WegR, AW, azo br| dges 17. Azo

dyestuffs as cI a| 15 cont ai.ni.n Qo fesl due aé?e forrLuI
GOt et A AR Sl m LT
contain an _azo @651 EvicinaDto a hydroxyl group, :£1r mul a
10 position to an amino group, the starting matenals bemg chosen in a manner such 10
that the coupling component or Z contains a heterocyclic fibre-reactive substituent.
6. A process as claimed in Claim 5, wherein barbituric acid or a' 5-pytazolone
capable of coupling in 4-position is used as coupling component; and ‘the diazo com-
pound used is prepared from an amine of the formula indicated in which Z repre-
15 sents a chlorinated triazine, pyrimidine, phthalazine, henzthlazole, ‘benzoxazole, qum- 15
azoline or quinoxaline residue.

7. A process as claimed in Claim 4 wherein the acid halide used is a triazine,
pyrimidine, phthalazme, benzthiazole, benzoxazole, quinazoline or quinoxaline com- )
pound containing at least two reactive chlorine atoms. -

20 8. A process as claimed in Claim 7 wherein the condensation is effected with 20
cyanuric chloride and a chlorine atom in the dyestuff so obtained: containing a. di-
chlorotriazine residue, is replaced by condensation with ammonia or an amine.

9. A process as claimed in any one of Claims 1—8 wherein the reactive dye-

- stuff obtained is converted into a quaternated reactive dyestuff by treating with a
25 tertiary amine or hydrazine especially dimethyl hydrazirte. 25
10. A process as claimed in any one of the Claims 1—9 wherein a dyestuff of

the formula
- _O\ l /v-=/v-)r_ -

sa;,t/

is produced, in which formula Y’ represents the residue of ‘barbituric acid or 2 -
30 pyrazolone residue which is bound to the azo bridge in 4-position, # represents an 30
mteger. not greater than 2 and X represents a monochloro-1:3: 5-triazine residuc, a
di~ or tri-chloropyrimidine residue, a 2-chlorobenzt}nazole-802 or —-CO res1due .or
a chloroquinoxaline-CO residue.
11. A process as claimed in claim 10 wherem the residue Y’ in the ngen formula
35 contains a sulphonic acid-group. . =~ - 35
12. A process for the manufacture of azo dyestuﬁs as clalmed in -claim 1 from
any of the components specified herein substantiaily as described. :
13. A process for the manufacture -of azo dyestuffs as claimed in claim 1 con-
ducted substantxally as described in the Examples or w1th reference to the Table
40 herein. 40
14. Azo dyestuffs obtamable by a process clalmed in any ‘one of clalms 1—13.
15. Acylamino-phenylene azo dyestuffs containing a heterocyclic fibre-reactive
grouping and the residue of para-phenylene 2: 5- or 2: 6-disulphonic acid, the azo com-~
ponent containing the fibre-reactive substituent when the dyestuff does not contain
45 a heterocyglic, fibre-reactive group . in the. couplmg component 45
16 :Azo. dyestuffs as clalmed in clalm 15 contammg a res:due of the fonnula

A




in which mand n each represents a positive integer not greater than 2, Z

represents an acyl group which may be a fibre-reactive heterocyclic
acyl group, and Y represents—16-——the residue of a coupling conponent _
whi-ch TSt contain a fibre-reactive hal 6genated 10 _ heterocyclrc .
acyl group bound in a position vicinal to an enol.ized or enolizable keto
group when Z is not a fibre-reactive heterocyclic acyl group. < »

19. 'Azo dyestuffs as claimed in Claim 18 wherein the acyl group Zis a
hal o- = 1116 genated heterocyclic ds084§4 15 20. Azo dyestuffs as
claimed Tn dQarm 18 or 19 wherein Y IS the residue of a . 15 . - o
het erocyclic coupllng conmponent. . . <osy 21. ‘Azo dyestuffs of ‘the
formul a in which Y' : ents the resi due of barhis

u-r c acid
or a 5-pyrazol one residue bound 29 to the azo bridge in 4-pOsé
represents a 1: 4 phenyl ene or nap‘ﬁt hyl ene resi due 20 - and X
represents apQRORRG 26 6rdes3: 5-triazine residue, a di- o
tri-choropyri midi feo dyestuffs as d&mdduetamalﬂecutaimgebﬁime of- Ehzmdrmulsq err]
--CO resj due or "a‘chl or oqui noxal i ne- CO - - residue.. . 22 Azo
dyestuffs as clained in aim 21 %%t he residue Y cont ai ns a 25

sul phoi ¢ aci d group.

25 23. - Any. one of 'f’dh nonoazo dyestuffs as cl ai rred in Cdaim
5 obt ai_ned |be in the or-withr rencetothe
TabI e hérei nget";ese“ -~ azé’yggggsgﬁthef %m%g‘a'tf’e‘gf ’?W‘bﬁ"h%"da f’ﬁ LT m 15
obt ai ned-from any o zf) the com ponents specified herein :
substantially as described. 30 25. A dyei ng or pr| nting process
wherein a dyestuff: cl ai med ¥y A5, of dai sw 30 . 14--24 is
used. T 26. A dyer Oor prijnkas Ao.r;,e,ss conduct ed substantial ly
as described and : exe |Af;¢_ed "e“fer n"wherein a dyestuff as cl ai ned
in any one of cl ai s 14to | sed. 35 27 Adye|ng_-

35

preparation ! éaﬂl % %EK
any oneypf Cftilfey Ol:g-%ffa h component ic

process :cl ai ieetodyetic Geydigrou@ ouhd i® @ .position v:cmal to'an enohzed or enolizable keto -

ABEL & | NRAygroup when Z is not a fibre-reactive heterocyclic acyl group. Chart er e Pat ent Age nt s,
Qual i ty Hous &g ,',“"" ' 3“”“@5‘6{‘%%?’? B3 “L’Bﬁﬁ'@hg""fﬁfl ‘sz"

Leam ngison Sga 20.PTAzR lap&tufiO ks dﬂeﬁedl\tmceﬁxhytssor&ibathb@marié &Ifett@te,oflay t hgs Couri er
Press heterocyclic t@blingRubpongined - by The Pat ent: Q‘ f i'ce, 25 Sout hanpt on: '

Bui |.di ngs, Londbn Azggxestyffs of the formula - o -~ fromwhich’
copi es nay be obtained . . Lo sosy T . '
CE T - PN '_
X~ RN - . .
' " - sozk -

: in which Y’ represents the residue of barbttunc acid or'a 5-pyrazolone resxdue bound- o
20 to the azo bridge in 4-position, R represents a 1:4 phenylene or naphthylene residue 20
-and X represents a monochloro-1: 3: 5-triazine residue,- a. di-or tri-chloropyrimidine . .. . =~
-resxgue, a 2-chlorobenzttnazole—SO, or —CO. restdue or & chloroqmnoxalme-CO_ R
residue
22, Azo dyestuffs as claimed: in Clanm 21 wherem the residue Y’ contains a - = -
25 sulphonic acid group. .. 25
23.. Any one of the monoazo dyestuﬁs as claimed in Claim’ 15 obtamed as:. '
- described-in the Examples or with reference to the Table herein. A
24. - .An  azo dyestuff as claimed in Claim 15 obtamed from. any of the com--" '
_ ponents specified fierein substantially ds described. S o
.30 25. A dyemg or prmtmg process wherem a dyestuff claimed in any one of C!alms 30
1424 is used. - - T
- 26, A dyemg or prmtmg process conducted substantxally as descnbed and . I
exeglphﬁed herein’ Wherem a dyestuﬁ as’ claxmed in any one of clalms 140 24 1s C
use ' S C
.35 ~27; A dyeing preparanon contammg ‘at least -one of the dyestuﬁs cla:med m' C35
any one of Claims-14—24. S ST
28 Orgamc matenal dyed or printed by a process cla:med m Clann 25 or 26 -'.--" e
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