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The inventi one®r ¢i al, [err] |_n\_/\_/h!c_
an unsubst i tu@gd(jg %ygeﬂ;,ﬁ a phenyl radi cal ‘which is-

substiit ut ed sl €o [err]
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i nteger 1 or 2 - 15 'n si

integer | or. 2 and K si gnl fi es t he radi cal of a- coupl i ng conponent

formula I'l or 111, [err] in whi ch 20 (54)POLYAzalanseach I nstance si gnl f i es

[err] or -OH, err] nlfles hydr &% gen ‘or

th ti- Gohide S, ‘“H‘ nﬂ)"% |
1, o i %ﬁ%}m e e Y

aromatic ri ngs [er rp]artm'd desciibelddn i and wat er
aey pol napht

sol ubl e-sal t st her eof Th? “""“m" relates dpﬁWMes a process_ 5

for the production of cor%’ﬁ'g'll}'r?&pr%vf‘desf%de‘P ?fjaf‘"im‘sﬂ]“/ﬁech conprises, a)

coupling the d| azo corrpound froman am rzl_oaalqz_c.pnpound of forrrul a IV [érr]

. Otgn-1) | o Hzm-nN . o
‘ A R A
‘ _ isoaulm ' '
mwhlch : N O
. A s1gmfies an’ unsubstltuted phenyl radlcal or a phenyl radical which is S
10 .- substituted by lower alkyl, alkoxy, S-alkyl, —COOH, —SO,H, —NO,, 10 .

_ ~hydroxyl, halogen, or an unsubstituted or substltuted sulphonamxde,_, :
: carbonamlde, alkylamino, arylamino or acylamino group, R
X signifies a bridge member of formula —-CS—NH —CO—NH— o
D —NHCS— or—NH—CO—,
15 ~ m signifies the integer 1 or 2, ' : : : . 15
. n signifies the integer 1 or 2 ‘and o :
K signifies the radlcal ofa couplmg component of formula II or III

OH

‘@ ) NH 1_11
(j—-CHa
O .
in which - '

200 " R ineach mstance signifies —NH, or ——-OH : 20
' R, signifies hydrogen or—SO,H, - o :
" the aromatic rings B and/or D and/or Z, and/or y A being otherwxse unsubstltuted
or being further substituted once or twice and the aromatic rmgs Z, and Z, being
_ ‘otherwise unsubstituted, and water soluble salts thereof.
25 _ ' The invention also- provudes a-process foi the productlon of compounds of 25
* formula I, which: comprises,
a) couplmg the diazo compound from an ammoazo compound of formula IV,

L
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SPECI FI CATION AMENDED - SEE ATTACHED SLI P 2
1,419,312 in which A, X, n, m B, D J[err] and [err] are as defined above,
with one of the coupling,conponents of formulae V or VI. [err] in which R

{err] and [err] are as defined above, 5 -~ b) coupling t he diazo
- ghpound froman amne of fornmula VIII, 5 [err] in which Ais as defined
-_r/e, with an azo conpound of formila I X; [err] inwhichm X K [err],

nd'D are as defined above, to forma conpound of 10 - formula la,

I0 [err] in which A, K_X_m [dMi932B amd D are as defined aboke/ -

c) Teact T NGy Aok & BOW o, 8,35, %, &id 2 drb'as biied labsle] witRohy 8- g a carboxylic

aci d of .[ edup ngéb dhéills &foﬂnulmvbew] and.B are 'as defined. abovg; with an

am.noazo conpound of fornmufa“XI"*[err} in vvhrogh K and D are.as Bfafl ned
.err] in WhICh A K omEn, [err],

above, to form a conpound}.of " f or mul axr b &2
¥ a carboxylrc aci.d of {ornula

B and- D are as-defined. agye, d) reacting
XV, [ert] in'which D an arexas defi neg :above or.a. functronal
.derlvatlve thereof ~with an 25 . . am no_ E'}orrpound of - f.or mul. a:

25 - 1 4 ) [grr 3, [ err]-.and [err] are as defrned
_ _jabovge _ g€&gk 18 i glmggfdﬁifﬁgb CamuN‘bf@Qn{uHVl]II S S '

A—NH, . v

,in whnch A 1s as defined above, w1th an’ aZo compound of formula IX

in which m, X, K Z,, Z4, B and D are as defined above, to form a compound of E

.10 _ formula Ia, 1_0_ )

-

in whrch A, K X, mZ, Z,B and D are as- deﬁned above,
f' g c)l re;clztmg a carboxylxc actd ora functmnal denvatlve of a carboxyllc acrd of
- - formula - L _ .

. : . A-N=NB Ry N-N-' _ o CoaY

in whrch A, n, m, Z,, Z, and B are as defined above, W1th an ammoazo compound

of formula XII o o
“n'z'.v@—f ek B

in which K and D' are as d'ef'ined above, to form a compound of formula Ib, - -

‘20

in. whlch A, K, m, n, Z,, Z‘, B and D are. as defined above,
d) reacting a carboxylle ‘acid of. formula XIV

- in which D and K are as defined above, ora functnonal derlvatxve thereof _
- 9§ . -aminoazo compound of formula XV,

25



5 in which AA m n, K J[err], B and D are as defined above,

5 e) coupling the diazo conpound froman amne of fornmula XVII, [err] in
which K, D, X and B, are as defined above, with an azo conpound of fornula
XVITI, Terr] in which A, m [err] and:sfekrizare as defined above, to forma
conpound of formula Id, [err] in which A, m - [#€ri]i>B, X, Dand K are as
defined above. The coupling reactions.in. prdcess vari‘ants a), b) and e)- can
be cariied out 15 “accordi hg te the convertional- nethods. For ‘exanple,_

t he di azo ‘corpgund can:.be .. 15:coupledwi t h4l®3tdupli ng conponent - n agueods
medi um at ‘pH values from4 to 12. The coupling reactions may be carried out
in the presence of coupling acceleran&é;- gxqppLe pyridine, urea,

guani di ne, and‘@enerally may be carrj ed at | eYoue

to [err]. 20 °~ . The redction ofv¥—u@fpyunti™o&/férnmula X with a
conmpound of formula Xl 20 in process wdrjant c)ypr of a conpound of.
formula XI'V with a conpound of.fornulaastﬁﬂkbrocess~yariant_d);are' Y
suitably carried ouf JHictPAUROMS BNEHAddNZ, dré af adfined ubge, toifofm blrempaiuidtofon of
a condensati on accefoedlalic,such as- sodi um hydroxi.de, and are. suitably -
effected at tenperatures ranging fromabqut [err]-to. 25 ~“the boil,
optionally with the addition of an ®gani c sol.yent. The conpounds of 25

fornulae IV to VI, VI, XI, XI,% ST XYL MMeNa | ysed as starting
nJattongance ;ﬁakﬂﬁﬁgwh'nerhods~from

T wat ures from about -10

mat eri al s are. known or .can .be f &M ofo]\
known starting materials. - The.preféhfegd polyazo con@eunds conprised in
this invention_are of %Q A n 1:10r-rrul%e'..e,d [f, léy“JL, es ecially Ih, -'.5
T ) n s B J 9 ’ & ¢ b ' i abhi g
30 Terr] T whPeh A WU L o SRndioh b bnhe & foriudefined above,
[err], B.and. D are as defined abﬁggm;§§§A#E Bl imwhich A X . K [err],
B and D are as defined above, and I'n p&'ticu Tlrr] e
o i)r(lvv[/ﬁigh K, D, X -énd-l_?.‘-are_'as'dgﬁ_ne'd above, '_With-'aﬂ azo c_:omp_qul_ljxd.o_tf '_'_for'mula

PR R o | .
A-N=N S A . 10

10 _ -
-(s03H)m

in which A, m, Z, and Z, are as defined -gbove, to f_orfn a cq:mpound of forml_xla Id,
' ' NH2 OH '

T"-"-"-xf"“f:’;;:l =

: . (SO3HIy . o
in' which A, m, Z,, Z, B, X, D and K are as defined above.. .. . .~ . . -
. The couplingzﬁréctions-_ in process variants a), b) and e) can. be_.carne_d_ out . s
15 - according to the conventional methods. For example, the diazo compound canbe =~
' " coupled with a coupling component in aqueous medium at pH values from 4t0 12..
. “The coupling reactions. may. be carried out in the: presence - of coupling
accelerants, for example pyridine, urea, guanidine, and generally may be came_d- C
out at temperatures from about —10%to +30°C. . . . .. . o - oo _
20 “The reaction of a compound of formula XI with a compound of formula XII 20
in process variant c) or of a compound of formula XIV with a compound of .
formula XV in process variant d) are suitably carried out in aqueous medium, in
articular with the addition- of a condensation . accelerant such as- sqglmm
- hydroxide, and are suitably effected at temperatures ranging from about 20°Cto 25.
25  the boil, optionally with the addition of an organic solvent. The compounds of
: formulae IV to’ VI, VIII, XI, XII, XIV, XV, XVII and XVIII used as starting
" materials are known or can be.formed in accordance with known methods from
- known starting materials.. C ; L
The preferred polyazo compounds comprised .in .this invention . are of

30 - formulae e, If, Ig and, especially Th, =~ 30

NHin-1) - aN-K

. Ie

in which A, n, X, B, D, K, Z, and.Z, are as defincd above, - -




in which A [err] and [err] are as defined above, and [err] signifies a
group of formul a -CO-NH or -NHCO K, signifies the radical of a
coupling conponent of formula [err] 10 and the aromatic rings [err]

and [err] bear no further substituents. 10 In particular the present
\vention conprises polyazo conpounds of formula | in which the aromatic
/rngs B, D, [err] and [err] bear-no further substituents. The aromatic

' r"i"'ngs4 [err] and [err], in additi t1 ' the named subst ituents, nay bear one
or by ; . Sehe-—substituents are alkyl g | kKoxy,

radicals, 15 pref er abl'wuioger ‘al kyl and “al koxy radicals having 1 to 4

carbon atons, - hal ogen, - L .;p"twg_,,,,car. Rax\, carbal koxy, sul phonit; acid,

cyano, optionally substit R w IRInGapt 0 groups. The al'kyl radica
may be 'substituted by 'ha'IA SRR A 5 yI cyano or aryl, e.g. phenyl. In the
latter case the alkyl radPfals sitftfy an ar&fkyl 'r?:jl cal. 20 . . i - By
" hal 0gen"in iwhiding G N B\ | [Quine, fluorine or iodine, or
20 p-r-g'f erlgglmilc“c%?lﬁ{)rs%’xi’%bﬁéﬁ%?eﬁg%%g%ggs Ttuent s may al so occur ‘i.n the

~aromati ¢ rings B and/or D. Rxawpl es of opt i'onfllkl ?/S:Jbﬁt I tut gg'_s-w phonani de
roups are al kyl- sul phqpag ,,5;@ qmnoal kyl sul phonam de, .~ - )
gi al Il[<)y'l sul pho'n;m" de and g/ S g, ! _x@gﬁg(nam de groups. Exanples. of .-
~optionally substituted car bOnam.'de"grou_ps. aﬁ"-e_. - 25 al kyl carbonani de- groups
such ‘as nwhiah by X; &, 1Z3ri& B dad Diarelak wkfinaa hb&vaMaidein adicaley | car bonani de
groups. -Generally "aryl" signifies an optional | y“substituted phenyl |
radical, but-it may also sifii®dy a naphthyl radi cal. 30 L The.

fold owing radicals ar e AspeeyEyh-Ehii@)vavgs radical s A the.aniyine .
radical 30 .and the radigfFS~0§ ]~ am 1o- 3- mefshyl -'4- sul phoni'c acid benzene,
"I -—am no-3-net hyl - 6- sul phoni ¢ aci d benzene, . |-ani no-4-met hyl - 2- sul phoni ¢
aci d benimewkich 35 Z, and Z, dre asrdefined aboveanld- 3- sul phoni ¢. aci'd: benzene, -

| - afm no=%: gignificsd group of formula —CO--NHpe -'NH,—;@-&m.no--'Z-.net;h-yl-'-'5-_'sulll'.p'ho.ni c
SR Sl o e B R i -ani no- 3- sul phoni ¢’ aci d

. o 27 . v

In ﬂarticul'ar the present invention comprises polyazo compounds of formula
in which the aromatic rings B, D, Z, and Z, bear-no fuither substituents. -
The aromatic rings Z, and Z;, in addition to the named substituents, may bear
: ' - one or two further substituents. Suitable substituents are alkyl and alkoxy radicals, .- . © -
15 . preferably lower alkyl and alkoxy radicals having 1.to 4 carbon atoms, halogen, =~ 15 .~
e nitro, carboxy, carbalkoxy, sulphonic acid, cyano, optionally: substituted -amino. -
and mercapto groups. The alkyl radicals may be substituted by halogen, hydroxyl, - = : -
cyélpo.;l or aryl, e.g. phenyl. In the latter case the alkyl radicals signify an aralkyl - -
-radical. - S - C . S . :
20 By “halogen” is understood in every instance bromine, fluorine oriodine, or = 20
i preferably:chlorine. .-~ -~ : - S S . : o
" The aforenamed substituents may also occur in the aromatic rings B and/forD. - R
. Examples of optionally -substituted” sulphonamide ' groups are - alkyl- B :
sulphonamides such as monoalkylsulphonamide, dialkylsulphonamide and aryl- -
"~ 25 sulphonamide groups, Examples of optionally substituted carbonamide groupsare  25..
© . alkylcarbonamide Emups. such’ as monoalkylcarbonamide, dialkylcarbonamide -~ .-
- and arylcarbonamide groups. © . - . L : .
.. 'Generally “aryl” signifies an-optionally substituted phenyl radical, but it ‘nay
also signify-a naphthyl radical. X s e D S
- 30 .- - The following radicals are specially suitable.as radicals A:.the aniline radical . - 30
. and the radicals of : o O T

benzene, . 1-ami no-4-@l phonic aci d- benzene,on
. - ; s - : T e .
NH2 T wy? el
@ ® @
_ 10 -_'_'ahd the aromatic rings B’,,']_):l,;Z{ dn'd-z;_bear no fdﬁhef'sﬁbstituents. e S m_'. .' N

1-amino-3-methyl-4-sulphonic ‘acid benzene,
* 1-amino-3-methyl-6-sulphonic acid benzene, ©~ . ...
o l-amino-4-methyl-2-sulphonic acid  befizene, = = S o R
" 35 1-amino-4-methyl-3-sulphonic acid benzene, -~ - - _ : o - 35
- l-amino-2:methyl-4-sulphonic acid benzene, = - - . o - '

1-amino-2-methyl-5-sulphonic acid benzene,

I-amino-2-sulphonic. acid benzene, .

1-amino-3-sulphonic acid benzene,



1- am no- 2-carboxylic acid benzene, 1-am no-3-carboxylic acid benzene,

1- am no- 4-car boxylic acid benzene, 5 1- am no- 2- net hoxybenzene,

5 1-ami no-3- net hoxybenzene, 1-amino-4-net hoxyhenzene,

1- am no- 2-ni t robenzene, 1-ani no-3-ni trobenzene 10

1- am no- 4-ni trobenzene,

10 1 -ani no-2-chl orobenzene, 1-am no- 3-.chl. orobenzene '

1- am no- 4-chl or obenzene, 1-amino-2- met hoxy- 2=sul. phoeni c acid benzene 15 o
1- ami no- 2- met\a@xy- 5- sul phoni ¢’ acid behzengd9,312 - N5
1- am no- 4- net hoxy- 31.aMithcgmig Gordc hdld baizemne, 1- ani no- 2- nrtro 4 suI phonr C-

acid benzene, 31, am.hamihotd: xylicagidtenrene, aci d benzene,

1- am nobenzene- 2- sulpRPAT %@dcﬁ“ 1--am obenzene- 3- sul phon| c
. . -C hz :
acid am de, '_5 @gi‘,}gj_m::%%‘ﬁbmm, 20 1-am nobenzene-4- sul phon|5:

1- ami no--2, 4- di et hyll-aBm@ benzemed benzene,

bnrc aci d benzene,. 25 '

acid am de, 1-am noi-dminetdnet bmaedayl 4- sul phonr c acid benzene
1- am no- 2-chl or o- 4- 3_ tré%

1- ani no- 2- et hyl - 4- ¢ Qroo;-. snrc aci‘d benzene, - S 26
1- am no- 2, 4-di nrtrobammrﬂechloﬂm;nienbl owing are surtabl e as central : o
corrponents I.e. na “E*n e or e &trves wi th rings [err] and [err]

1- am no- 8- hydroxynaﬁ)}i pﬁw,@mbgnza&l d 30 _ . 3

- am no- 8- hydr qsynapmiarmaioamnetﬂqg-Sésubh waidberuom I . 7. 301p
- ani no- 8- hydr oxynaphamé et ° b L T
1- ani no- 8- hydr oxynapitier e ° ﬁnﬁ S '

1- ami no- 8- hydr oxynaphin aﬁa:eﬁrz ead::ﬁaﬁiﬂed ~The new pol yazo conpounds
of forrmula I pmssess-apm erzcneeissulnhdmeacl hat 35 . they are suitable 20
for the dyeing and ig 5% _%f‘ J‘Eduﬂ)é 6heOf OF ~ 35 conprising’
ani mal , vegetable ol a ﬁ om@.a d bemde o’r synt het i ¢ pol yam .des

and poI ypeptides suglamis- rp-48nelt}ky ]-6-sulblonicaacil hyozetno.n and .in particul ar
for the dyei ngsand i 2}%“@!1' @h’?‘h@f"lp@a’ﬁ\ﬁé’n‘ttﬁﬁ'&f” techni ques ‘may: be used
for their applicati HOing-Z HUNLOREes: o -

- The following are smtable as ccntral components, ie. naphthalene derlvatlves -
with rmgs Z, and Z;: . _ S .

' 1-amino-8- hydroxynaphthalene-3 6-d1sulphomc acld , e S
30 1-amino-8-hydroxynaphthalene-4,6-disulphonic acid S 30
1-amino-8-hydroxynaphthaléne-3,6-disulphonic- acld : : L o
1:amino-8-hydroxynaphthalene-4-sulphonic acid
. I-amlno-8—hydroxynaphthalene-6-sulphonlc acid.

' ~ The new polyazo compounds of formula I possess prOpertles mdlcatmg that
35 - they are suitable for the . dfemg and lp 1nt1ntg of substrates .consisting of or 35
: . comprising animal, vegetable or synthetic fibres, e.g. natural or -synthetic -
. polyamides and polypeptldes such as wool, silk, nylon and cotton, and in particular -
F or the dyeing and printing of leather. Convcntxonal techmques may be used for
their application to the substrate. .
.40 On the named substrates black, blue or green dyemgs are generally obtamed 40
The benzidine dyes, an important group of dyes derived from benzidine, have . -
) been found hazardous to health, and . consequently they have either been
withdrawn from sale or the manufacturers are considering discontinuing their
- production. This has created : a gemune -need for other dyes of similar type and _
45  shade to replace the high grade benzidine dyes, for the synthesis of whlch - 45
intermediates are required w ch unlike benzidine are not carcinogenic. - ' :
" The new compounds of the present invention have the merit as they all
contain the bridge member of formula XXV

f—-&m

50 rather than a benzndme denved bridge member. : ' 50
: On leathers of low affinity, e.g. chrome-vegetable and/or chrome-synthetlc
tanned leathers, the dyes of formula I generally exhibit good build-up. _
In the following. Examples the parts and percentages are by welght and the
tempcratures in degrees ccntlgrade _

5 " Examplel. -
o The dye of formula Ii, L : . _ 55

OH NHp

Hooc-.-NHZ _- o
s ' - H



40 On the naned substrates bl ack, blue or green dyeings are
general ly obtained. 40 The benzi di ne dyes, an inportant group of dyes
_derived from bhenzidine, have been found hazardous to health, and

consequently t hey have either been withdrawn fromsale or the manufacturers
AN e consi dering discontinuing their production. This has created a geniune
d f.or ot her dyes of spnllar type and 45 : shade to replace t he high

1i% ed uhi o i dine. ..31&,3-1‘. farcinogenic. The new c;g,zpounds'of
t he presemn be\\pecvmmmashﬁuﬂewsm9 rfhrts bfd&rdiﬁt@/hyﬂkdxyﬁ?hﬁﬁkﬁb—i&e bri dge menber

of fo grid are 1 ith the-4dd Suffigi e Rgnber. On
Peathers ol g a ?5; : fﬁ?ﬁtﬁ% %’% R St

- tannsd | ea:bggeﬁtﬁmalt fiénr@y. €FheOsoltion Iof I1-' @p eﬁe-gmﬂ busldd Ep In
- ppvés ltoMO 9'820310 tndght  and. t he
: t Qreirpfe?!i![ 8&'@ %%@f pﬁ% hrig let?bg the addltlon of sod?:tprg;::etate d ;

_ s of 1- 6=4-carboxybenzen
- Exanpl e 1hydrochlor1c acid and sodmm nitrite is coupled at pH' 7%51 8.5 (fﬂéregf]tuf ormul'a li, CH
NH2 tperr] mono@odlazo compound On: completlon ‘of -the reaction . the solutlon of. the 30419, 312
can be pr

' solytion_of 109 parts. af\lcmisorhapht hal ene- 3, 6-
e O o A B TR L) e
“sodi um car boTiaxback ensgzd/@eauﬁﬁirmdimomfedmﬂa olatindh.shit, 10adves Badpt S Of -

4, 4'15di am’edéﬂe s@nelr@heret dmxgl czenambly Boodspratiertics: bnttvmht e insthe
'_.presence g) gn °f“ °8Wéfﬂaf”éﬂﬁ‘a‘7‘thnlsﬁﬂié?' The sol uti on

iﬁhﬂg he: ":a:CI d i's -dropped_

of  the 1- am no- roxynap, 5.
sl owl y into t he soLu}%Pn d%g@_ y nplec ﬁ!
cougling gea s pkfr Ef d‘“% 2chrpme. aile
sol @i on %ﬁ%@fﬁ°"ﬁpm“§fkh°  oftSintuta 19 Subse QU EnP: '__%_‘,re 5
acid and. ﬁﬂdlbumfmaﬂrmxileeslvﬂtha '-.‘,_,dn- iquot: | s\l
nmonoazodi OOg’ld?EmG vl it @y ddried and finis ?H@Prndﬁ@alrcea@mmmwmlewiol ution of the
10 -di sazo(icBPE® Hﬁﬁ%?fde‘f’ ih,shade PR thededtbiryt i-ori - of 109 parts f
1- ags no- 3-° hydroxybenzene 'WMH%% bR B 30@6hydrochlor|c aci dag@nd 400.
parts of watlfp Pamsgjoftchlf suede featha; aneeu tbacknn: edmdeMwhmhﬁarend poi nt at pH
5. The bl .fé?ﬁ%g?ﬁlwaft a*gxmagreshsa?hse T lestue gifgon salt. 1t
. gives deeg ammorﬁ@ oft of 1(f Bfithe Yk of § Ii, T ﬁ%é ith eonparably
..go0oa0 propmdtofdaeniampamdflas;’af ben"‘bshi dedladﬂwustlt&ﬁaﬂi m V\/neaothe final

n in p gomplete’ fixation of the. dyeing. On’ removal ‘the
oupl i ng s"ﬂle?hrs rmsed 1 mhe by normal methods.and the nap buffed A very

Ievel deep reddlsh black dyemg is ‘obtained’ on: the suede

hipeet ate. A diazo
H/8ne, h rochlorlc
ﬁ&hate e resultl ng 10

: . Dyeing Example: Ci. . _
3B 100 Parts of a chrome-Vegetabe tanned | b'skm are drum dyed for-45. 35
: mmutes at 55° in a bath-consisting of 1000. parts: of water, 10 parts of the dye of =~
formula Ii and 1.5 parts of an anionic. 1?erm «oil emulsion. The dyeing. is fixed by
- continued drumming for 30 minutes with gradual addition of 5.parts of 85% formic
' acid, After normal drymg and fimshmg, a leather dyed in d.level,: deep reddtsh .
40  Dblack is: obtamed _ . -40-

- Dyemg Example D ' ;
A solution of 20 garts of the d ¢ of formula Iiin. 847 parts of water, 150 parts :
- of et dyl glycol* and "3 parts of. 85/ formic acid i is applied to the- grain side of a -
} buffed, combination tanned side. leather by spraying, paddmg with a plush pad or .
45 flow coating. The leather is dried under mild conditions and finished. A deep . 45
' reddish black dyemg is obtamed whlch has. good fastness propertles :

T Example 2 '
The dye of formula Il in. Example 1 can also be obtamed by reacting 1 mol of
the compound of formula IX produced from 1-amino-8-hydroxynaphthalene-3,6- . .
. 50 - disulphonic acid and diaminobénzanilide and 1-amino-3-hydrox benzene, thh 1. 50
' mol .of l-ammobenzene—4-carboxyhc acid, in the pH range of 8 to. 1 o
' : Exam le 3. L
The same dye of formula Ii can be obtalned by reactron of the dlsazo S
.. © .. compound of formula XI from l-ammobenzene-4-carboxy11c acid and 1-amino-8- T
- .85 hydroxy naphthalene-3,6-disulphonic acid and 1-amino-4-carboxylic. acid chioride 55
I fmh t{le dulazo eompound from 1-amino-4 4'-azo-3'-ammo-l'-hydroxybenzene of. .
ormula XI :

* ethyl glycol (“Celfosolve" Trade Maﬂ() = ethyfene g]ycol monoethyl ester '

.



3- hydr oxybenzene is carried out at pH 10 to 12. Dyeing Exanple A 100 Parts
of freshly tanned, neutralized chrone grain |eather are dyed in a 20
drum dyeing nachine for 30 minutes at [err] in a bath of 250 parts of

water =~ 20 containing | part of the dye of f.0 '.\-.::l,',l. Subsequently the
| eather is treated in the same bathfor 30 mnutes wrth 2 parts of an
anionic .fat liquor based on sul phonated trai n. oil.. Onerenoval is dried -

and finished under normal conditions. A ver&7 eveI deep bI ack dy'ei ng of 7.
reddi sh shadédss obtained on the |eather 312 -
Dyei ng Exanple B. < Exdmple & o 25 100 Parts of calf suede

| eather  are we{_back in-a drum dyeif "Yfe?éﬁi"‘r’\‘%lf or. 4 dwpurs in a bath of 1000
parts of water and 2 parts of %%l by hen drum dyed for 1
hour 30 -mnutes at [err] in a W T owarts of water, 2
parts of anmonia and a sol ution of - 8’”pa°f’s of . the dye mf- fornul a ||.
Towar ds the 30 . end of dyer ng 4 parts .of '85%form ¢ acid. are ‘i

added to exhaust theanbbe h! jtr 3 .
conpl ete fixation OSOdf%m E&ﬁ ﬁﬁhb"dﬁi‘%ﬁgrﬂfﬁﬁgm %ggﬁ:d‘;&ﬁ rl Bd and
fini shed by nognal -mﬁ;vfi S icwiato tHediaoR ﬁrﬁﬁhsoAhaldfe)pHd‘\tl&lrpaocielewlut@ddl sh's
bl ack dyeing is obt aoenendt mnremeoshedeﬁ ei n

100
d
Parts of a chrone v epledon el ﬁ%ﬁ) % %égg'ﬁo du::d 35
s o (o] e e o
t he dye of forlgu Aigltolth® dipabtcSmpcfunaﬁs carrbdroot sp:éﬂhﬁ ldzt§ﬂi4£?l‘=%lﬂai>llndThe

dyeing is fixed by saiuﬁqnnneaised A ER P“ ,ﬂ T tE‘I o
th entit oSdihlallﬁlm eat her

of 5 parts of" 85%fg'fl

dyed in a level, aztﬂez ﬂgﬁﬁm

ensed.’ ndeﬁsatrdrb rthedll7 parts of sodmm . _
40 Dyeing Exangl e Dsumnwhmtaddcd oid mo npaxsrgumfe ﬁ‘pﬁ‘r n g4y
parts of water, 1508 mshlond ito j erﬁ&f& gt’ ViRt e’l ma crd o
I's applied to the 9'g i:b ﬁ ugnQQ dl\ﬂithﬂ toarm osll ih@3t her . -
by spraying, paddi ngyewoi exav.e dr drdfide in watkt Sya tigedat her,
i s dried underaoni I d compafingic daaﬁd f‘% h@%f”d ﬁg’%}?‘c‘ﬁgs&gﬁgﬁgﬁﬁ ack 20
dyeing i s obtai ned 't;ﬁ‘_jf‘[ “a% e dye -
of formula Ii in Exanpq cana rrE |ned byreactlngl nol of the ,
conpound of formula I X produced from l-a ro ht.hHal en .50 .
di sul phoni ¢ acid and_diaderiéanten r‘%‘t ”;ng%%ﬂﬁfmﬁ‘ é HL D RS “jfm@g Wi t hyg
1 50 mol of 125 ani fﬁ&?ﬂéﬁ A %lﬂfapnﬁndne-s BtsiroMe " atigeand. B4t 0 12
Exanpl e 3. The sane ndben ﬁéiméaate iwithd mdb of omrbnxnledc ide. obiformeya XdYAt he

di sazo conpound of fornula- XI from 1-ami_nobenzene- 4- car boxyl i c acid and -

1- ami no- 8- - S cr-co—@)—n-u -
o a o o Example6 ' ' o
30 - The dye. of formula Ii can be obtained when the diazo compound from an. - 30

',amme of formula XVIla, -
- OH.

NH: ' — ' XVI a

led with the monoazo compound of formula XVIII produced from 1 mol of
:isl:ZO(;ltll,Z:d 1-aminobenzene-4-carboxylic acid and 1- amino-8-hydroxynaphthalene-

' “disulphonic acid,
% 36 d'l[‘stlrlepst‘r)':llgural composition of further dyes is gwen in the following . table.

They can be produced in smrlar manner to the compounds of formulae Ii and Ij
and agree with. the formula Ik, | _ .

- 35

OH NH2

A.N.NN.N_@_ _@_N.N-«,

HO3S So3H Tk

40 where A, X; and. K have the- significances- given in the’ table The shade of the_ 40
: dyemgs on. leather 1s noted in the final column . , - _




55 hydr oxy napht hal ene- 3, 6-di sul phoni c acid and 1-am no-4-carboxylic
acid chloride 55 with the diazo conpound from
1-am-no-4,4"-2az0-3' -am np-1"' - hydroxybenzene of formula Xil. * ethyl glycol
"Cel | osol ve" Trade Mirk)= et hyl ene glycol nonoethyl ester. 1, 419, _
anple 4 The dye of formula Ij, [err] can be produced as folloms 138
‘ts of para-nitraniline are diazotized with sodiumnitrite and
ydroghlorlc aci'd by the normal nethod. -A neutral sol ution of 309 parts of
- am—n.ﬁ-ﬂ_.hy.d.ﬁeaeyﬁ.ap.h_t_h,a‘l_enn ’2 d!. llﬁsglz| nhnnl cacidin water is 5\/ :
~allowed to flowinto the dlazqn;unggolutlon so that the pH of the reacti-on
" solutiion 5 does not increase To above 2.3. On conpl étion of thg coupllng

reaction a d|azon|un1?eﬁﬁeuﬂd prcduced trom—1/3-parts of

1- ani nobenzene- 4- sul p[R§Ac) SdirA- sod#unt“' (g o fand hydrochlorrc acid:is
~entered into the sol ufFromjof—tie— ; and- 10 - . coupllng to
.~ the-disazo conpound i 5 tarlri ef out'ﬁ?“b_ .25 di sazo -conpound. - 10 -
~solution is raised to [err] and t.He :nit | o Huup réduced with 117-parts of

sodi um sul phi de at pH 1. _?“:.“fatgﬁwptwﬁn_' ¢nzoyl chloride are added

. to the di-azoam no. conpound;-f“._ssodlumgf*V* de|f or adjustnent to.an’

-~ al'kaline pH, “and the C dnpqund=Condetested [_Hf t: Q deensatlon a further. 117
, parts of sodi um 15 -|- sullphide arle. added ¢ ¥helnitroigroup reduced. . The
“ pHis adjusted to 7 n# 15 gddlunrmﬁbﬁ' 5 f-_,to isolate- the product
The product -i-s. stlrr i-ntlo er,| the- “*jjusted acid 'to.Congo-

o paper w'th hydrochlorfic agi d Ad. ge -N\'fﬁ i 3_' 1| trite-for’ d| azotization.
"-_Subsequently a .sol uti ol of] - 1053, partﬁ_tg_i “1-.amnf no- 3 hydroxybenzene and

~ - .sodi um hydr oxi de' i n Vajer b§L@§ded4gqﬂ:._“:_ -s;f zéd conmpound coupl-ed..at

~pH 9. The trisazo dyg of flormilg,,lj forfred i plewsol.ated with 20 sodium -
chloride. It is a dar kuol ifve- wee+-Wd raovhligh df ssol ves.i n'wat’er and . dyes

leather with excelledt fastsoess py mp) e 5. A’ dye i denti cal W th

~"that produced in Exarnpke: d.éyp be_gpkarh__ 0 the 25 ° . ‘conpound of -

o formula XV produced flr om.1* ol of.14am': e 1T4'Surphon|c 25 acrd and
~ 1-'ani no- 8- hydr oxynapht t'Ral gne- ¥, 6- (HNGP d-and ~ 1,4- -

~ di'am nobenzene is reac't_ed Wi “Pt.l_ ml- of| a yilic chI oride of forrrul a

',XIVA [err] T 7 | -coeNe-] do. ' :

[Exampne _;qui'c_ut'i A xSy yeng
- Ne. RS CRR ' leather

18 : -+ ]-NH-CO-1 | : lotive

T 19 | onD- | NH-CO- (  do.’ olive

lone™ loome | & lus | o
20 OpN ~CO~-NH-~ -@ olive :
a " de. ~NH-CO- do. |olive . . i

2 | HO3sOr |[-CO-NH- | ' do. |dark

_ " |oreen |
23 |- " do.  |-NHcO-| ‘do. |btue |

The structural composmon of further dyes is' glven in- the follow1 table :
o They can be produced in similar manner to the €O e ' ' -
5 e agree e the formula o m mpounds of formulae Ii and Ij Ty

NH20H o :
A1-N-N @@ N-N-Az-OO-NH-Ag-N-N-A‘
SEH T Bogh - o

" where. A,, A, Ay and A. have the significances | glven in the table The shade of the
dyemgs on leather is noted in the final column. - :



Exanpl e 6. 30 The dye of formula Ii can be obtained when the diazo
conpound froman 30 amne of fornmula XVila, OH [err] is coupled with the
nmonoazo conpound of formula XVII1 produced from1 mpol of diazotized

1- anmi nobenzene- 4- car boxyl i ¢ acid and: 1- am no-.8-hydr oxynapht hal ene- 35

3, 6-di sul phoni ¢ aci d. 355

The structural conposition of further dyes is given i.n the follow ng ‘tabl e.
They can be produced in similar manner to:the conpounds of fornulae Ii and

lj and agree\wiah the formulaslk, [erf] 40.419312phere A [err] and ferp] 9
have the significances givenin the tabl,e”.Th_Q: shade of the 40 dye| ngs on

| eat her. .is noted in the final colunh —8_"—— -

1,419,312 T a %1 el The stru ’L,unpcbu tjomof— T dyes is gl ven

in the following table. They cIﬁ’fj“‘B ReirebaUg &3 i 3 gi Ml al,,,{ifgé’hner to the
conpounds of formula -l1i andfl gr ¢ Rt f a1,

5 [err] where [err]: ,and_[_err]J‘hc\(}’e he S|g'r_1§‘1ic&m ?hg?fjven in t he table
The shade of the dyeings on |eatjer H&a@oot Qd Bo 5 i had. cplum. .
1,419,312 [err] The follow ng dyes [al so can: bF'_pﬁo& d:in-gimlar manner
to the compounds of.formulae Ii| .and Ij,. THey O, ve hack dyef ngs-on leather.
Exanple . 39 [err] Exanple 40 '[erzlﬁ] "93-L'@" ' dy e oM 0./ S

R Y ?— | 0. | do. _g: 1 do.:
IR TS %’ dd. | do. %«»8 do.’
Cop TR sogH - wo |

29  iHOj - |'do. | do. & | de.

1T E ' . OH

S T P

31 | Hn5orD- | do. | do. _'&*2 | do. |
=1 B
. : ' ' NH2 .
32 - |0ND- | do. | do. _@ do..
. L NHp |
S a - . SO3H- . -
lu | & do. | do. -_&2 | a0t -
1 I S E 0 '
FExﬁolﬂe '&':dical .A1 Az _' A.3 E . A‘ ?z::;%r:: .
. ] NHz -
|, | onve | O | © -@m black
35 “do. . .| do. o do.
% | oN-©- |-O- -@@ do.
. . 37 do. | do. -@'CHs c:l"lz gb{:ecr"‘ish
38 | HO35-D- | ‘do. | -©- - do.
503H

The followmg dyes also can be produced in similar manner to the compounds
of formulae Ii and Ij. They nge black dyeings on leather.

c E’“’_"‘E‘Eﬁ . : - '
S E _ NHpOH NHy ' :
s ow@w“i’:@wo«n@n-w@ s

© . _Evample 40 - I )
o M NOH '_ : NHZ
qzn-@;? N-“‘N r@-co—uu—@-N.N_@ .

Lo . OH



10 1,419, 312 Exanple 41 The dye of fornula
I ' m [err] can be produced as follows. 22 7 Parts of .
4,4 -diam nobenzanilide (4- apinobenzoyl-4'-anminoanilide) are tetrazotized
with 60 arts of 30%hydroch| oric acid, 30 parts of ice and 13.8 parts of
odi umnitrite by the nornmal nethod.- A 5 neutral solution of 31.9
w s of 1-ami-no- 8- hydroxynaphthal ene- 3, 6- di sul phonic- 5-acid in 100 parts
_wafer S added dropwi se to t[} Bsb azoni um conpound at 0-5 and
uni,ls a2 ought—tao.completion by striew ng sodi um
bi” car bonate into the salrmtmon On corrpl etion of the reaction the diazo .
corrpound from 17.3 parts ofhel,,eam,,,q,g,pgp,zenesul phonic acid i's adged to the
monoazo 10 .~ conpound and J,,r,wz reactlon contl hued to the end-point at pH
- 6 to 7 by dropping ‘i n ot S RDMVEEQK1 de sol ution. A sol ution of
-10.9 parts of mam nopheno.l. )% r'._oxybenzene) in 30 parts of
wat er and 25 parts of aqueous. so um hydI’OXI de™ol ution is added:tot he

"'nevvl y -for g&)r@op&g ssoﬁl;rai, |} q’.to he e d p0| nt -t akes place
at ‘pH 12. %wgﬁ ﬁtazﬁlﬁoénﬂid‘e)‘%ré’t%tﬁf gﬂ' ] R?f kgdom precipitated by

char: |ng 260, - artsodjﬁce%%lhychmcbf sodiutn pifrite N - 15 separated
“Ieaming: 'rtals'n@htblalacw mlpllonwhl ch’ sl ssol ves

: 9 ( .
by f | traff ,;3 l%yepagrr?eﬂte ]uéagts oéodi? Wgrfh.t e S otees
in water utgla déﬁﬁ b ' 2 to: g ll?iél‘l E%Wl sodiu M
for the pbmduboﬁatomt emﬁﬂmﬂ&lﬂg ofrih @eall:tlo dfm ,{lﬂh A signifies an
- .unsypsti tf)’P@dl chining mnaﬂlphmwhcxdammb Mhehnoma&ubst i'tuted by
Owli& al k ll:::l:)o &'@1 tion. Aohition S It Etat' (3 mtqg ind hel%r;g% 40 an
unsubst |t md.3q1rydﬁ, _f, i) DIOWA LY §Hd’ 25 arts of aqueoll’us ar bonam de, .
al kyl am né dram salwmmsedded.': "‘arﬁ'wipfogne:ﬂmazo COmpound so that c&%hrg ‘Si gnr fies a

y ¥
bri Q#"ﬁ, ‘ﬂl‘ﬁ? 139 nﬁ i@ CIm ism si gni fies the
Ut o ToeuAied oLty 23 o o et b'@:r ;mr sloton, ~ 551 gni 1 es
the radl Ce?wanéradcgb/dp ¢e|pgalmmommer orrru ‘H 30 [err] in -
~which R in e@mf%twg&%gm fies [err] or- [err] si gn| fies hydrogen

or SO H, I A process for the productlon of compounds of formula I

20

in which : T .
A -signifi es an unsubstltuted phcnyl radlcal or a henyl radical which'is = -~ .
substituted by lower alkyl, -alkoxy, S-alkyl, —CpOOH —SO,H, —NO,,
_ hydroxyl, hg gfen, or ‘an unsubstituted” or substltuted sulphonamxde, ,
25 _ carbonamlde, kylamino, arylamino or acylamino group, - . 25
X signifies a:bridge’ member- of formula —CS—NH —C(}-—NH—
" —NHCS—or -~NH--CO—, °
'm_signifies the integer 1 or 2,
n signifies the integer | or2 and ' S
30 - K slgmfies the radlcal of a couphng component of formula IIor III § - 30

OH- B

‘@ . NH T :
°"3 o
' in whlch .

R in each instance sxgmfies —NH2 or —OH _
e R, signifies hydrogen or —SO,H, ' T
35 ‘the aromatic rings B and/or D and/or Z, and/or Z, bemg otherw1se unsubstxtuted- o 38
or being further substituted once or twice and the aromatic rings Z, and Z,being
- otherwise unsubstituted, and water soluble salts- thereof, Whlgﬁ comprises, - . . .. -
' a) coupling the dlazo compound from an’ ammoazo compound of formula' L

*



35 t romatic rings B and/or D and/or [err] and/.or

otherw s nsy@st i tut ed 35 or being furthee3substitut ec”"mlemm!ﬂ"m Hl“l}

t he arorrat [ cf. rogs—terT—and—{err] Derr 1erw se unsubsti tut e Man vat er
sol ubl'e salts thereof, which cErmie deg, scoupl i ng : the di azo conpound f-m

an aninoazo compound of forfufa |V, The d_m’f formula I m.
1,419, 312 Exanpl e 41, The dye of forrm CH H2 err] can be pr oduced .
as fofl ows. 22 7 Parts of 4,4 - 2 b"‘h

am nobenzoyl - 4" - am noani | i de) are té‘!ﬁazo?"p'ted w-th 8’0 pasits of 30%

hydr ochl ori c aC|d 30 parts of ice and 13.8 parts of sodiumnitrite by the
normal nmethod. ‘A 5 cap be Nprdtiiiced ss)lfunow:n 27 Fart§ - -cgggnmobenzamh e @ |
1- ami no- 8- hydr oxy naqnhhdh&hmH‘-@HM °“9d i g’z"‘ é‘l’;ﬂ b l"‘:\/\/ater

i s added dr op se t%“ Pf%gf%f ff! d a-TdBﬁlphomc .5
coupl i ng at p 2 tcﬂc I Bf wdtér i hestburamm csmdp 5 '

bi carbonate into tt'nﬁ.damilatbnabmupma WOBE tlhe gﬁ;ﬂf‘g :
conpound from 17. i b‘!7 tegto th %écaé n daeothe
nonoazo 10 - 10 conﬂﬁ r?d‘l,ﬂ."hﬁ@r émﬁgﬁ:bxﬁﬁu oin®at mvingan pHKD
to 7 by droppli'ng inaqu suhm hitide 0551019 I‘twfm'ﬂm B‘T“'&t’dng‘p

10.9 parts of mamm rox 03’3 ﬂ%m(’p%@ poufd Eiabapting

; Lég h 1 Y’l‘if@ réstltid h%ﬂzd eaiﬂﬁﬁdlutadntx _
nevit’y-"f or med ¢ i sazo. ,gg smu-ﬁ gtzw: Iofrsg°/thydtd¢ loeg | aceld ..

12. The resuliepngteﬂrbyﬁa@@wd rd drieds ainef s A blagk p Bf &ed by .
g 230 parts isfwatep /%“Hﬂﬁ%éfﬂpo‘?l‘i‘%sﬁﬂl‘a fit o t he sol utlon
sepdrdt ed by f||trat|omg,ﬂdwyc§ﬂ1Mlls_Ls obt ai-ned as.a bl ack povvder whi ch
di ssokves in water andi.gi prsesséamhbpedhetioprof|compbinds offaamulpd, CLAI M | S: - 1.
ss for the production of conpounds of fornmula I, [err] in which A-
es an unsubstituted phenyl ra%NMzﬁlm ?‘ZH" henyl radl cal which is

ut ed by | ower al kyl, al koxw ,Nsﬁ_err] hydr oxyl , 20
hal ogen, ‘af-unsubstituted or saths am de, 25 -
car bonam de al kyl am no, aryl am no or | am no - gr oup, .25 X

S|gn|f|es a bridge nember of formula is@Si’NH - GO NH-,

* in which ' vich

A signifies an unsubstituted phenyl radlcal or 1 radical which is .
zixgbstxtuted by lower alkyl, alkoxy, S-alkyl, —CPO I¥ —SO;H, — (g,,
hydroxyl, halo en, or an unsubstituted or substituted sulphonamide,

25
' rbonamide, alkylamino, arylamino or acylamino group,
» X :;‘gmfies a brldge member of formula —CS—NH, —CO—NH—,

—NHCS— or —NH—CO—,
m signifies the integer lor2,

signifies the integer 1 or 2 ‘and
30 . £ s:gmfies the radx%al of a coupling componel_lf. of formula IT or III,

o : ] " oH
_@\R I NH puis
in whlch

R ineach 1nstémce s1gmfie§ o—l;Ile or—OH, _
: R, signifies hydrogen or —

35 the arcl)magtlc rmgsy B a%d/or D and!/or Z, and/or Z, being otherwise unsubstituted 35
or being further substituted once or twice and the aromatic rmlgls Z, and Z, being
otherwise unsubstituted, and water soluble salts thereof, whic comprises,

a) coupling the diazo compound from an aminoazo compound of formula

v,

- ab




-NHCS-or-NH-CO-, msignifies the integer 1 or 2, n signifies the integer 1

or 2 and 30 K signifies the radical of a coupling conponent of
formula Il or 111, 30 [err] inwhich Rin each-instance signifies [err] or
-OH, [érr] signifies hydrogen or [err], 35 the aromatic rings B and/or

bei ng otherw se unsubstituted, and water sbluble salts the¥ eo"f s‘\/\/hl c 1
conpri ses, a)\colipling the diazo. conpolnd K4t 206 £ -

D and/or [err] and/or [err] being ot herw se unsubst mnmuﬁ‘m /
further substituted once or twice and the aromatic “mm Iua ‘ err] ,

formula IV, [err] in which A X nNH’m ‘B, D, [err] and[err] ar-e as
defi ned above, \With one of the cou(pli -‘ g,_r;[ents of . formul aé :V or VI
[err] 5. m\ﬂmch R - [err] and & as Hei i ned above,

5 b) coupling t he di azo conpound frnoneu 2N L --_,‘ Ppirul a VI |, [err] in

which A is as defined above, with an aN ¥ orrpound of. formula IX [err] 10

in which m X K- [err] B and D are as rﬁumned above; ‘to'form-a conpound-

of 10 fornula la, [err] in which AL K- X, m [ert], B'and D are as ' _
defined above, ) remcihichQh,X, ﬁaﬁ,tmmlz;mdaz!;aﬂkaouet“aedahwe,mhahedehqooamlinse of - .
a car boxyI i c.acid of conponents ¢fcformulag Wpr VI, .

15 [err]-in which A n, m [err] and B are as def ne above, with an
am noazo conpound of formula X I, [er_rR]. 20 b n@ﬂ ch K.and D are as
defi ned above to forma corrpound of ‘@yrmuta Ib, L, .20 [err] in which A
K, m n, Z3, Z4, B and D are as. defl Rabqt/.e AN, ¢ AP
' 5 . in which R R,, Z, and Z, are as deﬁned above, o 5
: b eouplmg the diazo compound from an amine of formula VIII : :
: A—NH, o VI

in wh1ch A is as defined above, with an azo compound of formula X,

H NHy - . Xo aN-K -

rsosm - =

10 in which m, X, K Z,, Z, B and D are as deﬁned above, to form a compound of 10 ._ '
‘formula Ia,” _ . L :

R hi hAKXm,Z,Z,BandDareasdefinedabove, ' -
l'n Wcl)creactlng a carbox;'hc‘acld or a functional derivative of a carboxylic acld of

1'5" formula X1, _ : : o _ - _15 .

in which A, n,m, Z,, Z4 and B are.as deﬁned above, w1th an ammoazo compound :

of' formula XI11, _ S .
U@ T

20 in which K and D are as deﬁned above, to form a compound of formula Ib - 20 -

" in which A, K, m, n, Z, Z,, B and D are as defined dbove,



12 1,419,312 d) reacting a
carboxylic acid of formula XV, in which D and K are. as defined above, or
a fur ith an am noazo conpound of fornula XV,
[err] in which A n, err] “and [err] are as defined above, to florm

: corrpougmlm I"IIH““II[I““]I ch A, m n, K [err], Band D are as defined
qve Ilng t he di azo corrpound froman ami ne of fornula

' 12 € L MoYerr] in Whl ch:K, D, X-and B are as defined above;"
'wrt-. : 409,312 j’err] 15- _ in which A_m Z3 and

Z4 are as decf)lf??@dnabsvéomlea@d)pfrfoamcloriﬁvund of . forrrul ald, 15 [err] in

- which A, m [err], B, X D and re as. defi ned above. 2. A pKgcess

1, “and water “sol uble salts 3

~according to Caimi, substdﬂ?"r Neisk her ei nbefore. descri bed With e
reference to any one of Exanpl es | tox&B or 41. 20 - 3. A process
~ accor di ngn Waick DR K are 8483 ad b aé'y ﬁﬁ bed 20 with:
referencemummyomwnd)bfﬁmﬂp S e cél%ﬁﬂzﬂpaﬁné’{h%r gﬁﬁ? fornul a -I->and
. water soluble salts.thereof, whenever prepared by a process according to
-oany one of ains 1-to 3. a,%‘ﬁ ,'.ound of forrrula I -as defr ned in Clar m

.25 %. A corrpound accordr‘rrgﬂ__._-'."' ' [err] 5
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2. A process accordmg to Claim 1, substantially as herembefore descnbed T
with reference to.any one of- Examples I 'to 23 or 41.- N
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[err] signifies a group of formula -CO-NH or -NHCO K, signifies the
radi cal of a coupling conponent of formula [err] and the aronmatic rings
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_ _ 13. A compound accordmf to any one of Examples 9 11, 13 15,17, 20 or 22
25 and water soluble salts thereo
14. A compound according to any one of Examples 24, 25 and 27 to 40 and
water soluble salts thereof: . . _
I5. A compound of formula

25

OH NHp

HOOC-{O)-N- @@ N-N-@CO-NH'@N'N@'

SO3H

30 and water soluble salts thereof. : - 30
16. A compound of formula .

OHNH, - NH2
SOHOMN-MGO 2N= N-@-Nnco-@-mn-@

SO3H  SOzH - OH

- and water soluble salts thereof.
1'l A compound of formula
" HpN OH
H03S—©-N-N @@ N-
HO3S :

/ :
- and water soluble salts thereof.



and water soluble salts thereof. 19. A nethod of dyeing or printing

substrates consisting of or conprising animal vegetable or synthetic fibres
. which conprises applying,to the substrate a 5 conmpound, or water sol uble
“sal't),’ aceerdingto—any-ene—of Cains 4 to 18. 20. A nethod accordrng to
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Nt heti c . ally as hereinbefore described with reference to
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whenever obtained by a nethod according to .10 any omeof—€rars 19 to 21.
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