invention relates to mxtures of azo dyes which rlyﬂ’EUUEﬁme
for dyeing or printing naturally occurring or synthet,} yam de
materials and give dyeings or prints with good aII-rouna propertles by

these processes. The present invention thus rela Wxtur es
conprising (a) a conpound of the formul a 'SO3H f @\mm\“ “\m NH (1)~ N

;e3e""RP.6dTkx b 02 JUL 2002 Azo dye mi xtures aalmmﬂm "m mﬂmThe present

N~ 1 V-N-T in which KL is a naphthyl radical msubstl tuted or
further substl tut ed by hydr oxyI am no, NC, - Caal kyl am no,
C2- C4al kanodyan : QI 688 no, sulfo or a radical of the formula -S02-Y,

| Zis the radi cal of a diazo corrponent of the benzene or napht hal ene
series which contains at |east one fibre-reactive radical of the formula -
S02 - Y( 3hy preseohAventjopHeatas- tosartures\@f3zp dyegmtiich are oatictiarly sgitable ) r v -

S02 - Y( -

CH2X( 3€) agé'“g ﬁﬁﬁw 88, ’{ai@'%ﬁ%r,sywﬁé Wy?ﬁ% rbré(hi%gél e %Qﬂzgg‘—’@'"gyxnd

Uis a Ieapmmgwyh@ap;i aKrom¢MbpemiﬁsbmﬁhQ$emfb¢Q§SGS 02J UL 2002 -2pis

the nunber 0 or 1 and m mlL and g i ndependently of one another are each an

integer froml to 6, T is chlorine, fluorine, brom ne,

3- car box¥by pretient ibvertioorth@s cdatba trogyepyidtutes cdmptising i s defi ned

i ndepend tI s T.or n-reactive radical fromthe group consisting

of hydr oi%)l é"i‘,‘? w&%x%/m?% noxy, Cl-C4al kylthio, norpholino and

substituted or unsubstituted amno, or is a reactive radical of the fornmula

4

, SO,H
N=N

K,

Z——N=N

NH (M,

AN
)\J\

in which K, is a naphthyl radical which is unsubstituted or further substituted by hydroxyl,
amino, N-C4+-Cjalkylamino, C,-C4alkanoylamino, benzoylamino, sulfo or a radical of the
formula -SO2-Y,

; Z is the radical of a diazo component of the benzene or naphthalene series which contains

at least one fibre-reactive radical of the formula

-S0;-Y (3a),
- CONH - (CH2)m - SOz - Y (3b),
- CONH - (CHz)m1 - O - (CH2)m - SO2- Y (3c),
- (O)p - (CH2)q - CONH - (CH3)m - SO2 - Y (3d),
-NH - CO - CHX - CHX (3e) or
-NH - CO-CX =CH, (3f),

Y is vinyl or a radical -CH»-CH»-U and U is a leaving group,

X is chlorine or bromine,



-I11--alk-SOZ Y (4a) RS - i -alk-B-alk'-SOQZ Y (4b) Rs - IN-aryl erc'pe2 ?ﬁszz
(4c) Rs - i-arylene-(alk)t CONH-alk'-SOz Y (4d) Rs - i --arylene=

al k-CONH-al k' -S02 Y (4e) Rs N~ -SOz Y (4f) or -~arylene-NHCO Y~ {4g) Rs R4
i s hydrogen, hydroxyl, sulfo) sulfato, carboxyl, cyano, hal ogen,

C, - Caal koxycar bonyl, carbamoyl or a gr oup - SQZ- Y in which Y is as defined
above, 02J UL 2002 -3 R5 is hydrogén, C -Caal kyl which is
unsubstituted or substituted by hydroxyl, sulfo, sulfato, a carboxy or
cyano, or a radical alk-SOz Y in which Ra and Y are each as defined above,
R6 is hwﬁdgenumbecoocéanrayl al k and al k' independently of one another are
each C, - | r radi cal which is
unsubsti tut e?ﬁd%ﬁ%d%%rﬁeﬁpgg* ﬁn@aﬁ{&ﬁ@% Cgfgq&g%ﬂfﬁ%ﬁaq?% Caal kyl ,

C, - Caal kKbisychiaringaflagying, bromine, %cgbowyndlmdrmqm “eprbarmywtioydin-iaylwhi ch X is

:Eosgf : r\?% ?Qﬂ\éﬁﬂ%d%peﬁﬂgntl&a%ﬁ £l i aq:torPFe(aDc“@radH%I Oungne Eﬁn{;‘)sco?ﬁlsﬁ,ﬁ bfwd

SO03H Rs hydréxl, - MNalBoXy; dieNoiy (RzCJSiHNthlo morpholino and substituted or unsubstltuted

amino, or is a reactive radical of the formula

R4
|
—N—alk—s0Y (42)
) Rs
—‘fl\}—alk—B—alk"—SOz—Y (4b)
Re
——rl‘l———arylene— SO—Y (40)
R

6

—fl‘l—arylene—(alk)rCONH—aIk’—SO;Y (4d)
R6

; —-fl‘l—arylenero - alk—CONH—alk'—SOsY (4€)

Rs
N  N—SOsY (49
- ]
/ or
—-T—arylene—-—NHCO—Y, (49
Re

R4 is hydrogen, hydroxyl, sulfo, sulfato, carboxyl, cyano, halogen, Cs-Calkoxycarbonyl,
carbamoyl or a group -SO,-Y,

in which Y 1s as defined above,



~~ V; N~T~ (), in which R and R2 independently of one another drle)alfti
C, -Caal kyl, R3 is carbanoyl, sulfonethyl or cyano, and T, is defined
|ndependently as above for T, V, is defined independently as above for V,
and Z, is defined independently as above for Z . C -Caalkyl is to be
understood here as neaning generally nmetshyl) ethyl, n- or iso-propyl or n-,
iso-, sec.- or tert-butyl. C, -Caal koxy is generally nethoxy, ethoxy, n- or

i SO- propoxy and n-, iso-, sec.- or tert-butoxy. Halogen is generally, for

exanpl e, orine, in rti chl orj ne. anpl es of

- Coa 1B W RiORD ‘gré@o{*&ﬁﬁ%@ﬁ B es Psprluiaasy Ty BT ater - 4
C, - Caal koxycar bonyl is generally Ryet hoxycarbonyl) ethoxycarbonyl, n- or

i sopropoxycarbonyl and n-, iso-, Isec.- or tert-butoxycarbonyl. Exanples of
Cl- C4al —eral@t—tfgﬂ-t-m 0. Exanples of N-C, -C4al kyl am no
are N- rrekc%%&fug g?nm%ﬁapg%‘npno N- (n-propyl)- or N-(iso-propyl)-amno or
N ( n- butlyIV\)hlch Rk and ¥-aneiegeh) as defineskapdyat yl ) - or N-{tertbutyl)-amno. K, in
formul a ref 1- or 2-naphthyl radical, which is further
subst i tu%je% hgﬁro% ﬁo(?%a%d&k?'i cal or different radicals fromthe group

consi st iailgaod ahaydldexgrhderwlohone Bhothehgie-eash INeRdalky@nieno, acet yl am no,

ohi o covRas M8 pBeY P fr el e Bl iR <R R o PRARG B by A5
consi st i ceghadyl, mydraxyly ICs- GaatkylpCa@dal!m{yfm Hd’(dgers part| cularly preferably the

2- am no-6-.sul f o- 8- r h

2- ami no-g’-'ﬁﬁcﬁ"%{@/ @Xg Cg'lz)é{(tﬂ S bE’épht hyl radical. Zin formula (1) is a
phenyl ah whdX iy ss défiiesiadbowdi ch, in addition to fibre-reactive radicals of
t he for Iae (3a can have the substituents customary in organic

(3f
dyes. 3 [fsteq! ée?ft§ e, for exanple, Cl-Caal kyl, C,-C4al koxy, hal ogen,
sul f o, hydmmyﬂqe @raswﬂh@mébovd Rnd - CHZ-CH2-U radical Y, the |eaving group U
can be, for exa -F, -0OSGsH, -SSCaH, -0CO CH3, OPCaH2,

- 0CO- C6HY itwn& Qﬂﬁﬂ k%ﬂd or -0S02-N(C, -Caal kyl )2. Uis preferably a group
of the f@)Bbmpothd of BEG3HhuIa SSCsH, - OCO- CH3, - OCO-CsH$ or -OPCaH2, in
particular -Cl or -0SCaH, and particularly preferably -OSGsH. Y is
preferably vinyl, (3-chloroethyl, ~3-sulfatoethyl,

(3-thiosulfatoet hyI p- acet ox thyI, ~i  phemoxyet hyI or (3-phosphat oet hyl
and particularly pr ef erabl ySP33sul f at oet hy orgvinyl. X is preferably

brom ne. mand ml i ndepender NeEN are each preferably the
nunber 2, 3 or 4, particul pr ef er abl nunber 2 or 3, and especially
preferably t he nunber 2. _p preferady the nber 0, and q is preferably
the nunber 1, 2 6 3;NaNd particularly preferably the nunber 1 or 2. 0 2
JUu 2002 -5 Z is preferablypg phenyl radidd which carries a fibre-reactive
radi cal of the formula {S;QSr (3b) and is further unsubstituted or

substituted by sulfo, neth met hoxy, chlorine, hydroxyl or nethoxy, or is
a 1- or 2-naphthyl radica carries a fibre-reactive radical of the
formula (3a) and is fur hé.Lh sti tuted or substituted by sulfo. A
preferred enbodi nent of t he Npr esent invention relates to conghunds of the
formula (1) in which Zis a fibre-reactive radical of the formula

in which Rt and Rzindependently of one another are each C4-Caalkyt,

Ra is carbamoyl, sulfomethyl or cyano, and

Ty is defined independently as above for T,

V1 is defined independently as above for V, and

Z4 is defined independently as above for Z .

C+-Caalkyl is to be understood here as meaning generally methyl, ethyl, n- or iso-propyl or

n-, iso-, sec.- or tert-butyl. C4+-Cialkoxy is generally methoxy, ethoxy, n- or iso-propoxy and

n-, iso-, sec.- or tert-butoxy. Halogen is generally, for example, fluorine, bromine or, in

particular, chlorine. Examples of C,-Csalkanoylamino are acetylamino or propionylamino.



{S~9H)~ 1 S02-Y /. (5a) or CONH (CHz)2-s'SOz-Y (5b) (SCsHo'i and Y is
vinyl or (3-sulfatoethyl. T is preferably fluorine or chlorine, and
particularly preferably chlorine. A non-reactive substituted or 02 JUL 2002
unsubstituted am no radical V can be, for exanple, am no; NC, -C4al kyl am no
or N,N-di-C, -Caal kyl am no, in which thesalkyl can in each case be
substituted, for exanple by sulfo, sulfato, hydroxyl, carboxyl or phenyl;
cycl ohexyl am no; phenyl am no or napht hyl am no, in which the phenyl or

napht hyl can in each case be substituted, for exanple by C, -Caal kyl,

C, - Caal Kox§salkenyersbory iscaanieralidyethexysarbonyk B8Iexycarseny.o:-& iseal ogen;  or
N-C -Ca Ny

nsubst 1 R PORRErRT By, s0e R A sBqR ALt PRRBRR Y CiFlaRnio pro
non-r eaanethyﬂtramrbn@thyladoo%)kann}eaoiaN&ﬁG@lkymlmamﬂraﬁthxéamw%hdretbylammo

~i hydro hyl am NN-di (= , I _
cye! onenyTeRdT 8- RePra iy SF BT @8 oupl JHERBAYE- BN en

p- met hoxoupheampinem no, o-, m or p-sul fophenyl am no, 2, 4- or

2, 5-di sul f ophenyl am no, o-carboxyphenyl am no, 1- or 2-naphthylamno, 3,6,8
0 2 JUL 2002 -6 trisulfonaphthylam no, 1, 6-disulfonaphthylam no,

N- et hyl K\J—uplfmfnwlai(ﬂi) ITEJprehéraHy lay1--dN 2ptephyHyhiradical, which is further substituted by 1to

N p-sul f eth n hydr oxyet h henyl a

ot eadh gt P S B rSmbe bis RS ET B PidbBincanins Nk or -
N, N-di - @th)ﬂZrﬁlrioybeétylamlrvmIbéhzd)ﬁamlﬁsldnﬁts!utfutEds@értﬁ:ubﬂylptefémﬂ)l)baﬂmaﬂhwyl

sulfo or sulf ylamno | am no_or napht hyl amnO\/\hlchls
unsubstlr?a %J?h E?Iﬁ ttﬁ éﬂe’BS‘Fah%rt J\}? XY@%WBEJFO"&H}GO& P CEPSISING Y or
N-C, - Qa{y&vdwNamwuh@wf&m wgarnamém;cpﬂeeérbulymeammbé-s -sAIFbBhydroxy-1-
N C, C2al kyI amno which is unsupstituted or substituted by hydroxyl, sulfo

or sul f dEhBW-R5RRMiBR-&nliPopRetsH fon-RepPhtpyldaditdled non-reacti ve

Cl- C4al koxy radicals V are nethoxy and iso-propoxy, and preferred
non-reactive C -Caal kylthio radicals V are nethylthio and ethylthio. One
group ofZ rferalaéd 'ﬁarpheealcqnWhmura@&abwvcedﬁ@dp@eg tnjereoRgrivecadicatsikoxy,
nmor phol 'tHé’fcﬂfﬁﬂjla%n@sQ ca@ﬁﬂé‘%’e‘iﬁbﬁﬁ{u@ﬁts NuE{'oFHarﬁn &6&‘1 Bﬁ}/éé"“élféhvm' chis

unsubstituted or su stltutedlnt e a ul fo, sulfato, hydroxyl,
car boxy|SubBtitgpRigyare, f%@P@fW?o@eQﬁ“@MQrdg@ﬂ%Myh%?ﬁ% sgifo, MBMXMW%EW RRxYlwhi ch
is unsubstituted or substituted in the phenyl or naphthyl part by

C, - Caal kyl, C, -C4al koxy, am no, Cz-Caal kanoyl am no, carboxyl, sulfo or

hal ogen, ln@n@H\kutl}ld:a@qquY Mqalﬁewpgamupoumn@ﬁ fos exarnles tGlt Bredt, FPSOH,

substitu n Kk f Cav I

phenyl é%?)o’r-‘ s(?fll?)étcl’q‘%I utﬂeP 3?%’ 'tcﬁ%ogﬁbﬁﬁsgart%{)@kgwg{)gg%k P Q@ Pkoxy,
am no, QGZefesiikamosuraef the foroatadXdy1QSQa, -8SOH QIEEis, Ogﬁedr‘upr of
particul Y L. ydroxyl net hoxy,
i so- pr opg%?lHE(Dﬁ %H{Cﬁ%égkel}rﬁ WBH— rgr%(?lg-gh'galgﬁy kll[eq&ggfy yI am no which is
unsubstituted or substituted by hydroxyl, sulfo or sulfato

cycl ohexyl am pheny n ubsti t d or
CYCl oneny AP bR BB BB b Do SRS i

N- C1- C2alHenbx W%ﬁﬂﬁﬁﬂs’bﬂato’eﬂ\y@ dn@%rﬂudﬁ%rfy%ﬂé@?éblyﬂﬂéulfbﬁﬁtﬁﬂbFWih?le (4a) -
(49), aIk and al k' Independentl’y of one another are each, for exanple,
nmet hyl ene, 1, 2-ethyl ene, 1, 3-propylene, 1,4-butylene, 1,5-pentylene,

1, 6- hex i soners thereof. alk and al k' independently of one
another$k% 8%%%9% ?@ﬁgbly a C, -Caal kyl ene radical, and particularly
preferably an ethyl ene or propyl ene radical. 02 J UL 2002 -7 arylene is

f t
Clbst 1 ¢ (rEats] BitePndnty Ry BRY aBbfiel B stntBlstghy eI e or an
unsubst igantictarly, (Befecaiblyl the- rpjmmrlzemea rmdlesplecnaﬂ%pneﬁeralaymne:ud:mbéwz rief erabl y
Q]Yd,: ﬁgefqﬂa%béy tHDearEL}rht():eurloagn urs%fre era%hythg eq 2 of 3, ancl pélrtlc&'rjrl)?al radical

preferably the number 1 or 2.



4 alk-SOz Y in which R4 Y and alK are in each case as defined and preb?rfu?%m
above. R5 is particularly preferably hydrogen, nethyl or ethyl. R6 is
preferably hydrogen, nmethyl or ethyl, and particularly preferably hydrogen.
The variable Bis preferably -NH or -O, and particularly preferably -O.
The variable t is preferably the nunber-0. Preferred reactive radicals of
the fornulae (4a) to (4g) are those in which R4, R5 and R6 are each
hydrogen, B is the radical -NH or-O, alk and al k' independently of one
anot her are each ethylene or propylene, arylene is phenyl ene which is
unsubst iZtiﬁtPé%fet?rbBS@lﬁg@n&t' [ﬂ@@ﬁlwlqmarﬁﬁﬁsaH‘%‘ﬁﬁéi‘&tweda‘ﬁ'ﬁ@')afIth%?or@ulaf(éa &is
VI nyl or, nber
"R ol DR IR pestiticd Br SERRCT BPRR, mod JrethoRl Colork Ao
0 2 J U or nzgioexy, §r issot ormhaphtm&aa)dlw w@@hma(rms@ flbr@ reaetive radigal-of tgh) in

: . I 2 7 i
mhgge:é%@ﬁ%(%gfa gﬁgfﬂggr oh b%{' errg'lc)f'?&l)gf'tdeIa byrﬁjg?'orl',rmig i(anependiazt ly as

defined and preferred above for T and V, is independently as defined and
referr ove fo preferably. methyl, R2 is ref t and
Re”l o prop@ratind S Bbedimaty e Be RESHER Rdeior e ikas: eremeauREs 6EHR R ne
present in whieht isra mméaémlvémadiwuﬂthetmrrawacorrpri sing (a) a conpound of the
formula (1) defined above in which K, is a 1- or 2-naphthyl radical which
is further substituted by 1 to 4 identical or different radicals fromthe
group consi sting of Hyxyl , am no, N-nethyl- or N-ethylam no,

acetyl am no, benzoyl am no smgdy sul fo,

1

(5a) or

CONH-(CH,),~-SO,-Y
(Sb)

(SO;H);-

and Y is vinyl or B-sulfatoethyl.

T is preferably fluorine or chiorine, and particularly preferably chlorine.

A non-reactive substituted or unsubstituted amino radical V can be, for example, amino; N-
C+-Caalkylamino or N,N-di-C,-Calkylamino, in which the alkyl can in each case be
substituted, for example by sulfo, sulfato, hydroxyl, carboxyl or phenyl; cyclohexylamino;
phenylamino or naphthylamino, in which the phenyl or naphthyl can in each case be
substituted, for example by C,-Caalkyl, C+-Casalkoxy, amino, C,-Csatkanoylamino, carboxyl,
sulfo or halogen; or N-C+-Csalkyl-N-phenylamino, in which the alkyl and phenyl can be
unsubstituted or substituted as described above.

Examples of suitable non-reactive amino radicals V are amino, methylamino, ethylamino, 8-
hydroxyethylamino, N,N-di-B-hydroxyethylamino, B-sulfoethylamino, cyclohexylamino, o-, m-
or p-methylphenylamino, o-, m- or p-methoxyphenylamino, o-, m- or p-sulfophenylamino,
2,4- or 2,5-disulfophenylamino, o-carboxyphenylamino, 1- or 2-naphthylamino, 3,6,8-



Z is a phenyl radical which carries a fibre-reactive radical of the i Qngla
- S02 - Y (3a) or - CONH - (CHz)m- SQz - Y (3b), in which Y is vingd J4k 2007
(3-sul fatoethyl and mis the nunber 2 or 3, and is further unsubstituted or
substituted by sulfo, nmethyl, nethoxy, chlorine, hydroxyl or nethoxy, or is
a 1- or 2-naphthyl radical which carrigeg_a fibre-reactive radical of the
formula (3a) as defined above and is further unsubstituted or substituted
by sulfo, T is fluorine or chlorine and 02 J UL 2002 g Vis hydroxyl,
C, - Caal koxy hol i no or amno; N-C, - Caalkg}an1no or

NN di - CrisUeRRRGNHAMING. V- dRUTan gty Erine. N-lnvbh- RS v A mathyhe al ky!
part by H/Igmn'?d"l\{;@—rsglfoéwﬂrhp Henyi&RihBOS- Py dRBG I NDheryfeh e x| am no;

phenyl a I am no |ch 'S unsu stl ed or 'subStituted in the
phenyl or napht hyI part by C, -Caal kyl, C, -Caal koxy, am no,
Cz- Caal ano a car bax

EHeR

, - Sul .
N gL el ek it Aol o N OEE 1 ERIPTIRO! he
alhkyl | pewl-ﬁlclbbs Lﬁﬂbbﬂltutlégblf‘ an%titdégdlbghyblnoxszlaslhmm smlfamiei@dbhamﬂl naino,i pheinhie
en art a -, a OX m nQ, .. - a n no,
Car boxy Aiae B e AR s Combaiiief Bt st bred REme B aReS: camoed
ggoye gt soltd @hNRDr@RAﬁyR& Qhﬁ?@mﬁeratnmpm(ﬁja?m@ ;ﬂe@tagw am(ijrm each C fCaalTkyl
1S C one .S eri ne | naepenaden as or
Roove, CSed hath G aead o sbshtecybioxl s or Suraier mego- or
[ ndepenQﬂgumo),Shgﬁy@,ﬁrnoZ above. A particularly preferred enbodl ment of the

present invention relates to dye m xtures conprising (a) a conpound of the
formula (1) defined above, in which K, is a 1-naphthyl radical which is

further Fsrﬁﬁlte'dtr’r&;ner@a&)(/elc Le aﬂw‘xg‘?é&éé@'\/ é?é n‘ijétfu‘; &Y isb: ?)@épﬁ%ﬁ(l;/sarﬁd' etrré?i

group consisting of hydroxyl, aiino and |s a fibre reac
radi cal rts:fnrten@tlwe&nﬁ*%yetsggawléalsvmwemsla)loaﬂd@mmmPW)| 3 soz' Y (5b)
(SCsH) o', and Y is vinyl or ~3-sulfatoethyl, T is fluorine or chlorine and
02J UL 2002 -10

One group of preferred non-reactive radicals V comprises hydroxyl, C+-Csalkoxy,

morpholino and amino; N-C4-Csalkylamino or N,N-di-C,-Calkylamino which is unsubstituted
or substituted in the alkyl part by sulfo, sulfato, hydroxyl, carboxyl or phenyl, and
cyclohexylamino; phenylamino or naphthylamino which is unsubstituted or substituted in the
phenyl or naphthyl part by C+-Caalkyl, C4-Csalkoxy, amino, C,-Cialkanoylamino, carboxyl,
sulfo or halogen, and N-C+-Caalkyl-N-phenylamino which is unsubstituted or substituted in
the alkyl part by sulfo, sulfato, hydroxyl, carboxyl or phenyl and/or substituted in the phenyl!
part by Cs+-Caalkyl, C4-Caalkoxy, amino, C-Csalkanoylamino, carboxyl, sulfo or halogen.

One group of particularly preferred non-reactive radicals V comprises hydroxyl, methoxy,
iso-propoxy, morpholino, amino, N-mono- or N,N-di-C+-Czalkylamino which is unsubstituted
or substituted by hydroxyl, sulfo or sulfato, cyclohexylamino, phenylamino or napthylamino
which is unsubstituted or substituted by methyl, methoxy, carboxyl or sulfo, and N-C4-Co-

alkyl-N-phenylamino.

In a reactive radical V of the formulae (4a) - (49), alk and alk’ independently of one another
are each, for example, methylene, 1,2-ethylene, 1,3-propylene, 1,4-butylene, 1,5-pentylene,
1,6-hexylene or branched isomers thereof. alk and alk’ independently of one ancther are
each preferably a C+-Casalkylene radical, and particularly preferably an ethylene or propylene
radical.



Vis amno, NC, -Czal kyl am no which is unsubstituted or substituted ?}2 JUL 200
hydr oxyl, sulfo or sulfato, or nono- or disulfophenylam no, and (b)

conmpound of the fornmula (2) defined above, in which R is nethyl, Rz is
ethyl and R3 Is carbanoyl or sulfonethyl, and T, is defined independently

as for T above, V, |s defined independeptly as for V above and Z, is

defi ned i ndependently as for Z above. An especially preferred enbodi nent of
the present invention relates to dye m xtures conprising (a) a conpound of
the formula ~SGsH~0-, SO3H NH2 ~SOsH)o-, ~ N=NI ~ NN\ / (1 a) and Y -

02S HONH N ~ N SO3H | V~N~ClI (b) a conpound of the fornmula ("g®®H O, SO3H

CH3 NN (.= ~ j : Mwhi=h i ; N~N
VN ERER Dbl g bt Bptelyidng ddRalunER id dnsystdiicn of SubSthuledhy
N- C, - Czadulfp| eaethyb mthoty érscanbayb eni trupaticdar aubrsubstitutetl h- aytdembehylesell f o
or sul fggagi,c pr mono- or disul fophenyl am no. 0ZJ UL 2002 -11 The
conpounds of the formul ae (1) and (2) are known in sone cases from

EP- A- 64 7R83 particutanly lpeefprabpamatiogemal ogously to t hese conpounds. The
conpounds of the formula (2) defined above in which T, is halogen and V, is
(1-sul foethylam no or (3-hydroxyethylam no and

Rs is particularly preferably hydrogen, C+-Csalkyl or a radical of the formula
F\’4
|
——alk—S05;—~Y
in which Ry, Y and alk are in each case as defined and preferred above. Rs is particularly

preferably hydrogen, methyl or ethyl.
Re is preferably hydrogen, methyl or ethyl, and particularly preferably hydrogen.

The variable B is preferably -NH- or -O-, and particularly preferably -O-.
The variable t is preferably the number 0.

Preferred reactive radicals of the formulae (4a) to (4g) are those in which

R4, Rs and Rg are each hydrogen,

B 1s the radical -NH- or -O-,

alk and alk’ independently of one another are each ethylene or propylene,

arylene is phenylene which is unsubstituted or substituted by methyl, methoxy, carboxyl or
sulfo,

Y is vinyl or B-sulfatoethyl,

Y4 is -CHBr-CH.Br or -CBr=CH, and

t is the number O.

A reactive radical V is particularly preferably a group of the formula



R, R2, R3 and Z, are each as defined and preferred above, are novel Oaznﬂu 002
the invention also relates to these conpounds. The conpounds of the

formulae (1) and (2) can be synthesized, for exanple, by diazotizing a
compound of the forrmula SO3H NHz Z NN NH N" _ N V-N~T (7) in which Vv, T
and Z are each as defined above, in a pngoner known per se, for exanple with
sodiumnitrite in a hydrochloric acid nedium and coupling the

di azoti zati on product with a coupling conponent of the fornula R~ Rs K- H

(8a) or ~ ~ (gh), .__. HON O?{D'n which K, R, RZ and R3 are each as
defined above. For the preparat™®n of conpounds of the formula (2) in which
R3 is sul fonet hyL,_NH_@obse advant ageous to enpl oy(6gyort he process,
i nstead of the coupling onent of the fornmula (8b), a coupling conponent

of the formula 02 J U U 2002 -12 R~ HZNOC ~ CHZSO3H (8c) , HONOR2 in
which R, and R2 are each as defined above. The conpounds of the formula (7)
can be prepared, for exanple, OgNHi(@#9s-i-20f9 a conpound of the formula

Z-NH2 and coupling the giagetizati on product to a conpound of the fornula
HZN N HO3S ~ ~ NH—=N: =Vin wiich T, Vand Z arf®each as defined
above.

in which Y is as defined and preferred above.

l In the formula (2),
Z1 is independently as defined and preferred above for Z,
Tqis independently as defined and preferred above for T and

V, is independently as defined and preferred above for V.

R4 is preferably methyl, Rz is preferably ethyl and Rz is preferably carbamoyl or sulfomethyl.

A preferred embodiment of the present invention relates to dye mixtures comprising

(a) a compound of the formula (1) defined above in which

K, is a 1- or 2-naphthyl radical which is further substituted by 1 to 4 identical or different
radicals from the group consisting of hydroxyl, amino, N-methyl- or N-ethylamino,
acetylamino, benzoylamino and sulfo,

Z is a phenyl radical which carries a fibre-reactive radical of the formula

-S0;-Y (3a) or
- CONH - (CH2)m - SO2- Y (3b),

in which Y is vinyl or B-sulfatoethyl and

m is the number 2 or 3,

and is further unsubstituted or substituted by sulfo, methyl, methoxy, chlorine, hydroxy! or
methoxy, or is a 1- or 2-naphthyl radical which carries a fibre-reactive radical of the formula
(3a) as defined above and is further unsubstituted or substituted by sulfo,

T 1s fluorine or chlorine and



The dyes of the formulae (1 ) and (2) used according to the inventi 83 HBadil
contain at |east one sulfo group and preferably in each case 1 to 3 sulfo
groups which are each present either in the formof the free sulfo acid or,
preferably, as a salt thereof, for exanple as the sodium |lithium

pot assi um or anmmoni um salt or as the salgt. of an organic am ne, for exanple
as the triethanol amonium salt. The dyes of the fornmulae (1) and (2) and
therefore also the dye mxtures as a rule conprise further additives, for
exanpl e sodi um chl oride or dextrjine. The dyes of the fornul ae él ) and (2)
are preséit NYHORhE dy@ikoxy: mepholing oraming) B-GrCalkyamire of NiN-g-6fCo5: 1 t o
1:1, predirpiahing villed isthstbdtitutA@r Basdtinatl ¢ ih§é ﬂﬁbﬁ&%?'sﬁlfé%uifafooh)ldréxﬁ The
dye m xtures according to the invention can prepared, for exanple, by

m xi ng tSRSPOREPUPRRIY. o graohemylagming; ﬂhﬁgyllam@rsnmtfwéammedvmn is for

exanpl e,urﬂémb%'th{e%tﬁr%uﬁkt'itbt%d ﬁﬂ{e&@g%ﬁ\%ﬁa‘tﬁ |BértB M*da gﬁ@:r@élkéx and in
kneaders or m xers. e mx ures conprising’in each
case a c@nm@uﬁdcmlkamlanmnmaa@wn)sumar hapgem ouN-EhCralkytdN-phenylamine v, and
Z and Z, S I by
i xod oyHiRGL SheEPSRuRRRE o BSRbien R ABAT ARG Sk e OB
above wipheryl amd(buneh@phe:Mphn by Caelvpltkyle Q<C sakoxyh enfing, iiGelkadaylamimd, ( 8b)

or (8c) vention also relates to a process for dyeing
or pri nt(lgaﬁgb)f %‘Pﬁggﬁglpggl séncraont ai ning hydroxyl groups or nitrogen with the
dye m xt ) as:oamundlongwetformlhie (i)rdeimEdeboveFlurbmlanat erials are, for exanple)
the natu aII occurring.cel.lulosic fibres h,as cotton, linen, jute or
henp, an %Bfl”é’&pﬁ%?ﬁqwrf&f’eeﬁl‘ tﬁggar (gue‘tagﬁ ful ose or regenerated

cel | ul osl@s |sﬁaﬁoaﬂw@ylmsmlwmhﬁmdr ding to the invention are particularly
suitabl r rinti turaIIy occurring polyam de fibre

mat eri al §' 'Sﬂggx%igﬁﬁ ”F'Kaﬁ?&vﬁa}i’ Vesynt hetic pol yam de fibre materials,
for exan‘wl@déﬁh@dhr@eﬁéndé(‘hl?@s@oﬁv aB6ve@ed and synthetic pol yani de bl end
fabrics._The d@ mxtures according to the invention are particularly

sui t abl e2fi§deq &%‘?”%"‘“Y\PF&{% M€al | y occurring polyamnide fibre
materials, and here in particular wol or wool which has been chlorinated
or given a machi ne-washable treatnment. The textile fibre material nentioned
can be p?*é’éBWH'aﬁéPéefPﬁeQ\FB@P9"ﬂP&\t§’fW§ ERE JRiEAHOR ERIFHES IO AYRRARWES as
fibre, ysdmprididgcks, woven fabric or knitted fabric. The dye m xtures
according to the invention are suitable for the customary dyei ng and

printi ng(%br"‘d'@é?@é'@dé’ﬁﬁ’ecfaﬁmﬁé (Asfined abgvarid Whicked on the fibre material in
many di fkeisqm-ndgifyl rbancaawﬁ.&rmlfaﬁhér@uwﬁu{eerw Plo AHeRALS o ¥irept Padiedls OF
dye prlntlngg pastes. They are suitable both for the exhaust method and for
pad dyeiffm the aigyiPaensistingyelotisirexnyb amipe agAsvé®d wi t h aqueous dye sol utions,
whi ch mey LonbRlLRasRkirs |C§I%’ftﬂ€ﬁ>rﬁ%%5 are fixed after an alkali treatnent
or in the presence of a? , ere appropriate under the action of heat.
The dye m xtures according to the invention are also suitable for the cold
pad- bat ch method, in@®bjHh, the dye is applied on the padder together wth
the alkali and then f{xed -gtorage at roomtenperature for several hours.
Natural ly occurring yntznetl c polyam de fibre materl als, in particular
wool , are prefer d by the exhaust nethod at®®y 9%H of about 3to 7, in
particular 3 to 5, at terrperatures of, for exanple, 70 to 120C, in
particular 90 to 105C. UL 2002 -14 In addition to water and the
dyes of the formulae (1) 88& %b ;gg ye | iquors or printing pastes can
conprise further addi ). B CERzp 5 e s hadi ng dyes, salts, buffer

subst ances, wetti ts, antifoanms, levelling éfents or agents which

i nfl uence t he propelt4-¢s of the textile material, for exanple softeners,
additives for flanmeprpofing treatnment or soil-, waterand oil-repellent
agents, as well as w#d@hspfteni ng agents and naturally occurring or
synthetic thickeners, for exanple alginates or cellul ose ethers, all of
which are known per se. Dye mixtures which have proved advantageous are,
for exa 90 to 25 by weight, and preferably 90 to 50 %
by wei E%HC?Y & m@ ecﬂ(r)nsr@trébor%leﬂgorrprl si ng one conmpound each of the formulae (1
) and {2‘}|sjmi0rmed>r@b|@meeand 10-75 % by weight, and preferably 10 to 50 % by
wei ght, in each case based on the total solid dye fornul ation, of a dye of
the formula  HONHz YOS\ / NN/, N_N\/ SOZY, H3S\ ~ S03H in
which Y is as defined and preferred above.




The dye mi xtures according to the invention produce |evel dyeings andﬂ
prints with good allround properties, in particular good fastness to 2 JUL 2002
washi ng, rubbing, wet processing, wet rubbing and |ight. The dye m xtures
according to the invention are furthernore distinguished by a uniform

col our build-up, good uptake propertiesqgnd high degrees of fixing.
Furthernore, the otherw se customary after-treatnent of the dyei ngs and
prints with socalled fixing agents can be omtted with the dye m xtures
accor di ng{ to the invention. In the foll ow ng exanples, garts are b?/ wei ght .
The t enpdriading NiFeCorigiamipomdlich igdnspistituted pr flsiitited Ry hydioxy, syfoRs ume
bear thesg@diB 6ighéid-dRaltuRoptergRfiRdinder as the gramto the cubic
centimetre. Exanple 1: 10 g of wooll'en fabric are dyed in a | aboratory

dyei ng afipd @MRCURA, thevtormgla @hAefiad abeye. in whiclp J U | zoDZ - 15 0. 2g of
sodi um aggtahemy 59 of 80%acetic acid 0.2g of a commercially available

| evel |'i n% agent "(Al begal B) 0.3 g of a dye mixture conprising 80 % by

wei ght oR:iseth@yandof the formula SO3H NHZ N=N ~ / HO3S0- H4C2 zS / ~ N=N HO

~ / NH % by wei ght of the dye of the fornmula SO3H
o N [ G AR 88 I O N 6 o s NN HENENG
and 200 i isgfefinad édep@hdentiyl asffot habbveyuor is 4.5. The textile is treated in
t he dye |,/ quor. 4 i liquor is then heated to the

boi l'i ng tésr!rr'pée)érfggérme e?@é%m&tﬂggﬁg%t%%%-gﬁ% rate of 1 /mnute, and dyeing is
carri ed duts definediiralepengantigtasrfer Zabo@) m nutes. After the |iquor has cool ed
to 80C, the dyeing is rinsed and finished in the customary nmanner. A bl ack
dyei ng which is level over the fibre and surface and has good fastness
propert i As dspedbitygrafetiredEnaoalime of 10y peikent invaitioanelatesaodye neatusss t o
superwash standard by the Hercoset process is dyed in a | aboratory dyeing
appar at uSWPYH™@ he following Iiquor: 0.2g of sodium acetate 0.5g of 80%

aceti c ag)@ compound of the formula

NH, (SO4H)o_,

(SO,H),_, SOH
)
Fatey o
. o)
NN SO,H
l -~
v’l\N/km
) (b) a compound of the formula
(SO,H)o4 SO,H e SOH
CONH,, CH,-
= NS 20 V™IV
N= HO” N0 (1b)
Y-0O,8 NH ' '
T CH,-CH,
N
v

in which Y is vinyl or B-sulfatoethyl and
V is amino, N-C4-C.alkylamino which is unsubstituted or substituted by hydroxyl, sulfo or

sulfato, or mono- or disulfophenylamino.



02J UL 2002 - 16 0.5g of dauber's salt 0.2g of a commercially aveglzlﬁp_lmz
| evel ling agent (Al begal B) 0.4 g of a dye m xture conprising 75 %b

wei ght of the dye of the formula SO3H NHZ N=N ~ / HO03S0-H4Cz QZS /| ~ N:N HO
~/ NH N~ N 503H HZN-N~CI and 25 % by wei ght of the dye of the fornula
SO3H CH3 N=N | ~ CO NHz HO3S0-H4Cz OzS f4~ N=N HON O CHz-CH3 N "N | .
HzN~N~CI and 200 m of water. The pH of ?he liquor is 4.7. The textile
material is treated in the dye liquor at 40C for 5 mnutes and the |iquor

is then heated to 60C at a heating-up rate of 1 /mnute and kept at 60C for

20 m nut es. is then heated to the boiling tenperature (98C) at 1 /m nute
dd
220u%3'ﬁ€#§?é&§*18%‘“ i Ol e P LS

of sodi uearbbe preparedt enalegBBE tarbegsHBIBUNGS. TR mrnmtws of the formuer2y i nsed
inthe c and 1 % formc acid, based on the fibre weight, is
added toH%Ln%%%fangi’cﬂg bath for acidification. A black dyeing which is
| evel ovéEristhabgenland and surface and has good fastness properties is

obt ai ned, e, 3. 5 of, .l qose ol .are dyed in a | aboratory dyeing
appar at u¥’ Eﬁ%ﬁ%@y@lpgﬂh&yﬁ °&M%%D'66‘"ﬁ’ ﬁmgf sodium acetate 02 J UL
2002 -17R0 %, 1, 8hd 30a a6l aLadiiied Marérembaapsgemer cial |y avail abl e

| evel | i ng ‘agent (Al begal 8) a dye m xture conprising 75 parts of

t he dye @ nayel ¢mﬂ?ﬁ|"ave$@9maque mmmms ~ ~ N=N HO ~ NH N~N S03H

) The compounds of the formulae (1) and (2) can be synthesized, for example, by diazotizing

a compound of the formula

SO,H
NH,
Z——N=N
/r\[i
I
~
A% N T @),

in which V, T and Z are each as defined above,
in @ manner known per se, for example with sodium nitrite in a hydrochloric acid medium,

and coupling the diazotization product with a coupling component of the formula

R,
DN Rs
.P_(_'. H (8a) or | (8b),
HO T O
R,

in which K, R4, Rz and R3 are each as defined above.
For the preparation of compounds of the formula (2) in which Rj is sulfomethyl, it may prove
advantageous to employ in the process, instead of the coupling component of the formula

(8b), a coupling component of the formula



| HO CH4 HN-N-Cl and 25 parts of the dye of the fornula SO3H CH3 N=N | ~
CH2 SO3H HO3SO- H4C2-OZS ~ ~ N=ENHO N O CHz CH3 N "N Cl ~N~-NH C2H4 OH ﬁfﬂ %ﬁ
m of water. The pH of the liquor is 4.7. The nmaterial is treated in 4L 1002
dye liquor at 40C for 5 mnutes, the liquor is then heated to the boiling
tenperature (98C) at a heating-up rate @f. 1 Cmnute, and dyeing is carried
out at this tenperature for 90 mnutes. After cooling the Iiquor to 80C,
the dyeing is rinsed and finished in the customary manner. A bl ack dyeing
which is level over the fibre and surface and has good fastness properties
is obtained. Exanple 4: 1 kg of woollen worsted yarn in the formof a
cheese is pretreated inpg circul ating apparatus at 40C for 10 minutes wth
a |liquor conprlq_”\]%CQ | jof V@_li 9 g of amoni um acetate, 37 m of 80 %
acetic acid, 9 vvéttl ng agent (Al begal FFA), and 0Z~a -~
ZooZ -18 20 ¢ of a co |aI |y avail aliB®. | evel | i ng agent (Al begal Bm. The
pH of the liquor is§ der addition of a solution which conprises 24 g

of the dye of the forﬁulla S03H NHZ N=N HO3S0- H4Cz- 02S ~ ~ N=N HO ~ NH N~N
SO3H HZN~N~CI 6 g of th&,dye of the formula SO3H CH3 N=N | ~ CO NHZ
HO3S0- H4C2-OzS ~ ~ NEN HO N O CHz-CH3 N "N HZN~N~CI and 1 g of the dye of

the formul a
in which Ry and R, are each as defined above.

The compounds of the formula (7) can be prepared, for example, by diazotizing a
compound of the formula Z-NH; and coupling the diazotization product to a compound of

the formula

H,N

-
Hoas—@ NH—(’N_\<N (©),
=

\'

in which T, V and Z are each as defined above.

The dyes of the formulae (1) and (2) used according to the invention each contain at least
one sulfo group and preferably in each case 1 to 3 sulfo groups which are each present
either in the form of the free sulfo acid or, preferably, as a salt thereof, for example as the
sodium, lithium, potassium or ammonium salt or as the salt of an organic amine, for
example as the triethanolammonium salt. The dyes of the formulae (1) and (2) and
therefore also the dye mixtures as a rule comprise further additives, for example sodium

chloride or dextrine.

The dyes of the formulae (1) and (2) are present in the dye mixture, for example in a weight
ratio of 25:1 to 1:1, preferably 20:1 to 1.1, and particularly preferably 10:1 to 1.5:1.

The dye mixtures according to the invention can be prepared, for example, by mixing the
individual dyes. This mixing process is carried out, for example, in suitable mills, for

example ball or pinned disc mills, and in kneaders or mixers.



Cl NN ~N~Nw SOBHHONH NN/ / CHe | I HO03S S 03H NHCO CHBr - CHzBr (10%
the yarn is treated in the dye |iquor at 40C for 5 minutes and thelZiJgLaH
is then heated to 70C with a heating-up rate of 1 Cmnute and kept at 70C
for 15 mnutes. It is then heated to the boiling tenperature (98C) at 1
/mnute and dyeing is carried out at this_tenperature 02 J UL 2002 -19
for 90 mnutes. After cooling, the textile material is treated at 80C for
20 mnutes in a fresh Iiquor brought to pH 8.5 with 35 g of 35 % amoni a.
It is then rinsed in the customary manner and 1 % of formc acid, based on
the fibre weight, is added to the last rinsing bath for acidification. A

bl ack dygyeghiMtres *&oh@néuﬂ%ﬂ eéﬁf%as%@cémbduﬁmdadﬂhé FHrh%ﬁa% @Nghd189 w%bﬁléh T
fastness properties is obtained anple 5: procedure described in
Exanpl e and & VedhY eand Band £+ &aip eﬁ@hgﬁ@e Iq@a@@@l ¢8R adMantaggaysieals@beri al , of
a commer =P /

i 11 oral Ty ek RS LephP ek d BRpslnd b B8 Gm AT YA EnbEabare, | e
dyei ng tWitkaimyxtyreoefeoweling ecrponentieitbe farmyliag: (Bajigad (3P)wWhi&d definedkgldveover
the fibre and surface and has good fastness properties is |ikew se

obt ai ned. Exanple 6: The procedure described in Exanple 1 is repeated using

as the dijfes Boentiop a$o elatex taa erasksS formaring asfprinting fitye nuteridie contaiminga SO3H
part s of PETEORSRERF of HEroRer nin ISl MR akbrdia o MV Ty Gos — -
NNl ~1 HONOGCH2-CH3 N "N I H2ZN-N-CL A bl ack dyeing which is |evel over

E)B?ar 'ng(rj'—elb%nr%a njfsa‘%§ Qgg&ahn?ésgtﬂ ural‘iyngczsc%rrp c%(ﬁtrjlgls%cﬁbres sucl% as cgtton
linen, jute or hemp, and modified cellulosic fibres, such as cellulose or regenerated
cellulose. The dye mixtures according to the invention are particularly suitable for dyeing or
printing naturally occurring polyamide fibre materials, for example silk or wool, synthetic
polyamide fibre materials, for example nylon 6 or nylon 6.6, or wool and synthetic polyamide
biend fabrics. The dye mixtures according to the invention are particularly suitable for
dyeing or printing naturally occurring polyamide fibre materials, and here in particular wool

or wool which has been chlorinated or given a machine-washable treatment.

The textile fibre material mentioned can be present here in widely varying processing forms,
for example as fibre, yarn, flocks, woven fabric or knitted fabric.

The dye mixtures according to the invention are suitable for the customary dyeing and
printing processes and can be applied to and fixed on the fibre material in many different
ways, in particular in the form of aqueous dye solutions or dye printing pastes. They are
suitable both for the exhaust method and for pad dyeing, in which the goods are
impregnated with aqueous dye solutions, which may contain salts, and the dyes are fixed
after an alkali treatment or in the presence of alkali, where appropriate under the action of
heat. The dye mixtures according to the invention are also suitable for the cold pad-batch
method, in which the dye is applied on the padder together with the alkali and then fixed by

storage at room temperature for several hours.

Naturally occurring and synthetic polyamide fibre materials, in particular wool, are preferably
dyed by the exhaust method at a pH of about 3 to 7, in particular 3 to 5, and at
temperatures of, for example, 70 to 120°C, in particular 90 to 105°C.



Exanpl e 7: The procedure described in Exanple 1 is repeated using mﬂm
dye 350 ng of a mxture of 65 parts of the dye of the fornula SO3H R?
HO3S0- H4C2-02S ~ ~ NN HO ~ NH N~ N SO03H I HO CzH4 HN-N~CI and 35 parts of
the dye of the formula SO3H CH3 N=N I ~ CO NHz HO3S0- H4C2 02S ~ ~ N=N ~ HO
N O CHZ CH3 N "N HO-HN-N-CI A bl ack dyejpng which is Ievel over the fibre

and surface and has good fastness properties is |ikew se obtained. Exanm-~|e
8: The procedure described in Exanple 1 is repeated using as the dye 400 ny
of a mxture of 70 parts of the dye of the fornmula SO3H NH2 N=N HO03S0- H4C2
02S ~ ~ NN HO ~ NH NJ° N SO3H HO3S ~ ~ HN~N-CI 0 2 JUL zDQZ -21 and 30

PIREN T PGB et Bk B et T ghe o)l R bR bbbt S
| evel oveastesearf ¢cdmpriserfdrisenddaiives fdr exampje stading dyes salis, dpfet sWistarnces,

i kew se ' %ﬁé@]ﬂ ? r.ac i ' 2 4 J

r epeat e dw%?bﬁ's’aglﬁﬁs eg o?‘ | Y%I;Haeag%n% c?rdalife?lts%r%gﬁ ‘rﬁlﬁgn&&h@iﬁg&irﬁes of the
textile material, for example softeners, additives for flameproofing treatment or soil-, water-
and oil-repellant agents, as well as water-softening agents and naturally occurring or
synthetic thickeners, for example alginates or cellulose ethers, all of which are known per

se.

Dye mixtures which have proved advantageous are, for example, those comprising 90 to 25
% by weight, and preferably 90 to 50 % by weight, of a dye mixture comprising one
compound each of the formulae (1) and (2) defined above and 10-75 % by weight, and
preferably 10 to 50 % by weight, in each case based on the total solid dye formulation, of a

dye of the formula

HO  NH,
Y- ozs—<i>—m=NN=N_C>—SO2 -
SOH

HO,S

in which Y is as defined and preferred above.

) The dye mixtures according to the invention produce level dyeings and prints with good all-
round properties, in particular good fastness to washing, rubbing, wet processing, wet
rubbing and light. The dye mixtures according to the invention are furthermore distinguished
by a uniform colour build-up, good uptake properties and high degrees of fixing.
Furthermore, the otherwise customary after-treatment of the dyeings and prints with so-
called fixing agents can be omitted with the dye mixtures according to the invention.

In the following examples, parts are by weight. The temperatures are degrees Celsius. Parts
by weight and parts by volume bear the same relationship to one another as the gram to the

cubic centimetre.

Example 1: 10 g of woollen fabric are dyed in a laboratory dyeing apparatus with the

following liquor:



shadi ng dye of the fornmula (10), 1.25 g of the dye of the formula H@eﬂl& 00

SO3H N=N ~ i
which is |evel

\' / SOBH~NCI NHCH3 | C=Oi CBr | | CHz A black d
over the fibre and surface and has good fastness properties

is |likewi se obtained Exanple 10: 10 g of a woollen tricot treated to
superwash standard by the Hercoset procgss is dyed in a | aboratory dyeing
apparatus with the following liquor: 0.2 g of sodiumacetate 0.5 g of 80 %
acetic acid 0.5 g of G auber's salt 02J UL 2002 -22 0.2 g of a
commercially available |evelling agent (Al begal B) 0 4 g of a dye m xture
conpri si ng 4%290h5°RNAEIIE t he dye of the fornula SO3H NHz N=N ~ /

HO3S0- HACZ - Qg 8 lof BN ef©azidNH N~ N SO3H | . HZN-N~Cl 15 % by wei ght of the

dye of the formJIa SO3H CH3 N=N ~ CHZ- SO3H HO03S0- H4C2-OZS ~ ~ N=N | ~ | HO
N O CHz cH3 ®2gf a commercially available levelling agent (Albegal B®)

0.3 g of a dye mixture comprising 80 % by weight of the dye of the formula

NH

/g

H2N

and 20 % by weight of the dye of the formula

SO,H CH,
NEN ﬁCHz-SoaH
HOssO-H402-O2S-—@—N=N Ho™ NS0
NH CH,-CH,
fi
HN" N ¢l

and 200 ml of water.

The pH of the liquor is 4.5. The textile is treated in the dye liquor at 40°C for 5 minutes, the

liquor is then heated to the boiling temperature (98°C) at a heating-up rate of 1°/minute, and

dyeing is carried out at this temperature for 90 minutes. After the liquor has cooled to 80°C,

the dyeing is rinsed and finished in the customary manner. A black dyeing which is level

over the fibre and surface and has good fastness properties is obtained.

Example 2: 10g of a woollen tricot treated to superwash standard by the Hercoset process

is dyed in a laboratory dyeing apparatus with the following liquor:

0.2g of sodium acetate
0.5¢g of 80% acetic acid



HzZN~-N~CI and 40 % by wei ght of the dye of the formula _ HO NH2 |\|sz iUNZT]m
HO~-SO HzCH2C ~ ~ ( CHZCH2 OS03H HO3S SO H and 200 ml of water. The pZHJoLf_
the liquor is 4.7. The textile material is treated in the dye liquor at 40C
for 5 mnutes and the liquor is then heated to 60C at a heating-up rate of
1 /mnute and kept at 60C for 20 mnutegg.lt is then heated to the boiling
tenperature (98C) at 1 /mnute and dyeing is carried out at this
tenperature for 90 mnutes. After cooling, the textile material is treated
in a fresh Iiguor conprising 5 gll of sodium bicarbonate at 80C and at pH
8.3 for 20 n?RALESIAYbETESAlat i vel y, the treatnent can be carried out with
ammoni a, sodh BEf ardBRAME Bl availbid 1dveiidg ZgIAIBe?ga‘-’r@ﬂ) um hydr oxi de
solution, in each case at a pHof 7.5 to 9). The dyeing is rinsed in the
cust omary nafder ofandyel mittwe coopmisingdSi ¥, bybegight of the die ¢fi the dormmilaght , i s
added to the last rinsing bath for acidification. A black dyeing which is

| evel over the fibre and surface and has good fastness properties is

obt ai ned. 0 2 JUL 20D2 -24 WHAT Iss@sﬁl MED NS, 1. A dye m xture
conprising (a) a conpound of the forpyl'a SO3H K~Z NEN NH N' NI

=~N-T (1), in which K_is gxgaphthyl RN i s unsubstituted or
further subsﬂpﬁﬁ-éepzk@z[‘l%{' 2 N-C, -

Aal' xyl am no,
C2- C4al kanoyl am no, benzoylam no) sul '8 or HOF% al of the forrmula -S02-Y,
Z is the radical of a diazo conponent'of the benz®&ne or napht hal ene series
whi ch contains at |east one fibre-rgdety ve radical S6Ht he fornmula - SO2 -
Y(3a),- CONH - (CH2)m - S02 - Y(3b) - gONH - (CH2)m - O- (CH2)m- S02 -
Y(3c),- (Op - (CH2)q - CONH - (k) mi- 82 - Y(3d),- N\H- CO- CHX -
CH2X(3e) or- NH- CO- CX = CH2(3f), Yis vinyl or a radical -CH2-CH2-U and
Uis a leaving group, X is chlorine or bromne, pis the nunber 0 or 1 and
m nl and g i ndependsns by wefgho bethardyelt thefoemeiach an integer from 1l to 6,

SO,H CH,
HOasO-H402-OZS—@N=N Ho N6
NH |
BY CH,-CH,
XX
H,N" N cl

and 200 ml of water.

The pH of the liquor is 4.7. The textile material is treated in the dye liquor at 40°C for 5
minutes and the liquor is then heated to 60°C at a heating-up rate of 1°/minute and kept at
60°C for 20 minutes. It is then heated to the boiling temperature (98°C) at 1°/minute and
dyeing is carried out at this temperature for 90 minutes. After cooling, the textile material is
treated in a fresh liquor comprising 5 g/l of sodium bicarbonate at 80°C and pH 8.3 for 20
minutes. It is then rinsed in the customary manner and 1 % formic acid, based on the fibre
weight, is added to the last rinsing bath for acidification. A black dyeing which is level over

the fibre and surface and has good fastness properties is obtained.

Example 3: 5 g of loose wool are dyed in a laboratory dyeing apparatus with the following
liquor:

0.2 g of sodium acetate



T is chlorine, fluorine, bromne, 3-carboxypyridin-1-yl or 02 Jul 2007
3- car banoyl pyri di n-1-yl, 02 J UL 2002 -25 V is defined independently as
T or is a non-reactive radical fromthe group consisting of hydroxyl,

C, - C4al koxy, phenoxy, C, -Caal kylthio, norpholino and substituted or
unsubstituted amno, or is a reactive ragical of the fornmula 1 4

-111-alk-SCz Y (4a) R5 -1ll--alk-B-alk'-SQZ Y (4b) Rs - 1 --arylene-S02 Y
(4c) Rs -~arylene-(alk)t CONH-al k'-S02 Y (4d) Rs - i -arylene~-0O -
al k- CO\Itl-aIk SOZ Y (4e). Rs. N-N-SQZ Y (4f) or - i -arylene-NHCO Y~ (49) Rs

R4 is hydrog® gﬁwwem@ﬁ'ﬂfo sul fato, carboxyl, cyano, hal ogen,
C, - Caal koxycgphpgyi corﬁ%‘é%@ﬂva@ébl@lé@émh@agm%A%egher%"h' ch Y is as defined
above, R5 is hydrogen, C, - whi ch Ts unsubstituted or substituted by
hydr oxyl , suﬂ@@mgsojla‘dueannxﬂurdcompbsng76|pacty@>hth,edyredtlneathrmalla alk-SOz Y O
2°J Ul 20D2 -26 in which R4 and Y are each as defi ned above, Rs is
hydr ogen or C, -Caal kyl, alk and al k'’ |ndependently of one another are each

C, - Csal kyl ene, SO,H
HO,S0-H,C,-0 s—@— ~©7
HO
NH
%

and 25 parts of the dye of the formula

SO,H CH,
NEN ﬁCHz-SosH
HOasO-H402-028—©—N=N Ho ™ NS0
NH
CH,-CH
/g 273
J\ J\

N° NH-C,H,-OH

and 400 ml of water.

The pH of the liquor is 4.7. The material is treated in the dye liquor at 40°C for 5 minutes,
the liquor is then heated to the boiling temperature (98°C) at a heating-up rate of
1°C/minute, and dyeing is carried out at this temperature for 90 minutes. After cooling the
liquor to 80°C, the dyeing is rinsed and finished in the customary manner. A black dyeing

which is level over the fibre and surface and has good fastness properties is obtained.

Example 4: 1 kg of woollen worsted yarn in the form of a cheese is pretreated in a
circulating apparatus at 40°C for 10 minutes with a liquor comprising

91 of water,

9 g of ammonium acetate,

37 ml of 80 % acetic acid,

9 g of a nonionic wetting agent (Albegal FFA®), and



arylene is a phenyl ene or naphthyl ene radical which is unsubstituted or
substituted by sul fo, carboxyl, hydroxyl, C -Caal kyl, C, -Caal koxy @%J 007
hal ogen, Y, is a group -CHX-CHzX or-CX=CH2) in which X is as defin gb%
Bis aradical -O or -NRs-, in which Rs is as defined above, and t is the

nunber 0 or 1, and (b) a conpound of thegfornula R~ SOBH Rs i NN _ ~ 1 HO
NOZLI NNNHR2 NN~ ~I V-N~T~ in which R~ and R2 independently of one
anot her are each Cl-C4al kyl, R3 is car bam)yl sul fonet hyl or cyano, and T,
i s defined independently as above for T, i s defined i ndependently as

above for V, 286862 anémélréfqllhéMa'F’f‘i’éﬁa‘ﬁé@lmwﬁwé@bﬁQ@\%)for Z. 2. A dye

m xture 1

2- napht hyf1C Poehaay Il (£ pr dlofi e & e o JTEA Gorpilsg2 or ey o
di f f er entherfadngal s sel ect ed fromthe group consisting of hydroxyl, am no,
N-net hyl - or Net hyl am no, acetylam no, benzoyl am no and sulfo. 3. A dye
m xture according to claiml or 2, in which 02J UIl 2001 -27 K, is a
1-napht hyl radical which carries 1 tOSdH dentif&dl or different radicals
ino and sulfo. 4. A dye

m xture according to any ogeof clal NON3 ich Z and Z,

i ndependent | le@?POﬂrh%z-@eFel - phew i cal, which carries a
fibrereactive radical of the fornula [(3a) ofiY defined in claiml1 and is
further unsubstituted or substituted sul fo, met\yl, nmethoxy, chlorine,

hydr oxyl or nethoxy, or are a 1- or ht hyl radi &P;Hwhich carries a
fibre-reactive radical of the fornula £Ba) defined in claim1 and is
further unsubstituted or substittkhd Ny &ilfo. 5. A dye nixture according
to any one of claims 1 to 4, in which Z and Z, independently of one another
are each a fibre-reactive radical of the fornmula (SGsHyo-~ SOz Y (Sa) or

6 g of the dye of the formula

SO.H CH,
HO3SO-H4CZ-O2S‘—®— N=N HO N0
/"ﬂ* CH,-CH,
XX
H,N" N cl
) and 1 g of the dye of the formula
CI

HO
- O‘ C2H5
HO,S8 SO4H

NHCO-CHBr-CH,Br (10)

3

the yarn is treated in the dye liquor at 40°C for 5 minutes and the liquor is then heated to
70°C with a heating-up rate of 1°C/minute and kept at 70°C for 15 minutes. It is then heated

to the boiling temperature (98°C) at 1°/minute and dyeing is carried out at this temperature



CONH- (CHz)z 3 SCz'Y / (5b) (SGsH) o'~ in which Y is vinyl or 02 JuL 2002
(3-sulfatoethyl. 6. A dye m xture according to any one of clains 1 to 5, in
which T and T, independently of one another are each fluorine or chlorine,
and preferably each chlorine. 7. A dye m xture according to any one of
claims 1 to 6, in which V and V, indepﬂbdently of one another are each
hydroxyl , C, -C4al koxy, morpholino or am™o; N C, -C4al kyl am no or

N, N-di - C, - C4al kyl am no, which is unsubstituted or substituted in the al kyl
part by sul fo, sulfato, hydroxyl, carboxyl or phenyl, or cycl ohexyl am no;
phenyl arfon®0 orinutep Aftey Icaotirrgothﬁhliezﬂiie ingatented istts&eitedjataw@rfosa@mimutm ik frast he
henyl qr = | koxy,

gm' ng, queragroégﬁ |p§ng h(:%%gﬁg?r"/]ﬁ' anét %tq%g r&%"élliw he c%sto%ga‘?y y
NC, -C4- raiarmér-alNdmh%rqflfmmmacmhbaﬂedlm thaﬁbhsﬂvelght mbdﬂedstulﬂm jasurtiresthg Idathhe

Susati P aptatintation st Melia whigh R te of B1R8 Tibre Sa AR an s oo

Cz- Caal kastpgbsipiopertiesad distsivled. suI fo or halogen. 8. A dye m xture according
to any one of clainms 1 to 7, in which V and V, independently of one anot her
are each am no, N-C, -Czal kyl am no which is unsubstituted or substituted by

hydr oxyl gxzftlé 8: Phe prickalire, dektritaria-Exampl W fepeieaybad Ry \Qelgﬁt g¥sed
m xture accordl ng to claim1, which conprises (a) a conpound o t he fornul a

(1) def iqfetreitaxtie matgrial.ioh agemypergially gvailable vmol@r%famgrﬁaenr degasa HTIWY LB i s
further e ] I d from
the. gr oS ABRahpEfed ¥ the W fosdBldifts e d 8f PO FUL AR FeRBER &

acetyl amhmenb@tméfyhmutem Aahldclsdyemg wEIChss @vglmnytherf:me eafl sutiacchamhhas es a
fibre-re - Y (3a) or - CON\H - (CHz)m -
SOz - Y d)fggméégmh}%?ﬁn%‘; 4 ﬂ%\,\f.&{é‘ﬂ;{gﬂ sul fatoethyl and mis the nunmber 2
or 3, and is further unsubstltuted or substituted by sulfo nethyl

met hoxy, - ¢hl n r.nefh r.is a 1- hth adi ca

Whi b CEtage & o PSRRI I an et 1 rrParatereAl RE O epP RS hbove
and i s famixtee afi8Szstsiof tieedyeosf thalistidait ed by sulfo, T is fI uorine or
chlorine and V is hydroxyl, C, -C4al koxy, norpholino or am no;

N-C, - C4al kyl amino or N, N-di-C, - C4al kyl am no which is unsubstituted or
substituted in the al kyl part by sul %@Hsulfauﬂ RiHoxyl , car boxyl or
phenyl, or cycl ohexyl anm no; phenyl ani nd or naphRyl ami no which is
unsubstltuted or substituted in the AN=NO ht hyl part by C--Caal kyl,
Cl- Caal koxy, HaJ8Q36, --@:-o 1 car boxy sul fo or hal ogen, or
N-C - C, al kyl - N-phenyl am no—whi ch i s unsubstH@ or substituted in the

al kyl part by sulfo, sulfato, hydroxWH carbox phenyl and/or in the
phenyl part by C--Caal kyl, C, - Caal kr\c,)xly am no, Cz-€ag kanoyl am no,
carboxyl, sulfo or hal ogen, and 0)\2 U L zOD1 29

}

and 15 parts of the dye of the formula

NEN ﬁCH ~SO,H
HOSSO-H4CZ-028—©—N=N

HO N
/NKH CH -CH,
\
HzNJ\N"k

A black dyeing which is level over the fibre and surface and has good fastness properties is

likewise obtained.



(b) a conmpound of the fornula (2) defined in claiml1, in which R ggdd?Zz
i ndependently of one another are each C, -Caal kyl, Rs is carbanoyl JUL 2002
sul fonethyl and T, is defined independently as for T above, V~ is defined

i ndependently as for V above and Z~ is defined independently as for Z
above. 10. A dye m xture according to _cé im1, which conprises (a) a
conpound of the fornmula (1) defined in¢claim1, in which K, is a 1-naphthyl
radical which is further substituted by 1 to 4 identical or different
radicals fromthe group consisting of hydroxyl, amno and sulfo, Zis a
fibre-reactive radical of the formula (SO3H) o'~ S02-Y (5a) or

CONH- ( - S Y - " Y4 A ~- syl f Tis
{1 uor | ndoRs for e glogedity Je3dii B wiSebetied g et BBy o
unsubst ia onixdgre@f 68 dastsiaf theedydogf thgdoroxyad , sul fo or sulfato) or nono- or

di sul f ophenyl am no, and (b) a conpound of the fornmula (2) defined in claim
1, in which R~-is nethyl) R2 is ethyl and R3 is carbanoyl or sul fonethyl,
and T, is defined independently as f(goaili abové@H,V, is defined i ndependently

as for V above and Z, is defined inddpéndently for Z above. 02JUl
?D02 -30 11. A dye mi xtur cor di g' e\ ich conprises (a) a
conpound of 'ﬂ%@bﬁnﬂﬁ‘@smm { SpsH~o- H/ \ NNNI ~ NN~ ~
(1a) and HOY - 02S NH N~ 03H | N HO
N/KN SO,H
|
\ HO-C,H; HN)\N/'\CI
and 35 parts of the dye of the formula
SO,H CH,
N=NﬁCO-NH2
Hoaso-H4c2-ozs—©—N=N Ho N0
NH
CH,-CH,
i
HO P
~THNTN ¢l

A black dyeing which is level over the fibre and surface and has good fastness properties is

likewise obtained.

Example 8: The procedure described in Example 1 is repeated using as the dye 400 mg of
a mixture of 70 parts of the dye of the formula

SO,H NH,
()
HOasO-H402-Ozs—@ N=N
0L
SO,H

NH

N)§N

l -,
HO:,S—@—HNJ\N)\CI



(b) a conmpound of the fornmula (S@H)o-, SOBH CH3 -N 1 % N=N 1| ° CC]\IHZ,DZGIJ-fiZUU2
SOBH~ NHONO (1 b), Y®XZS NHCH2 CH3 NN I V~N-Cl In which Y is vinyl or
(i-sul fatoethyl and V is am no, N C~-CZal kylam no which is unsubstituted or
substituted by hydroxyl) sulfo or sulfato, or nono- or disulfophenylan no.
12. A dye mixture according to any one.qf claims 1 to 11, which conprises

t he conmpounds of the forrmula (1) and (f’) in a wight ratio of 25:1 to 1:1,
and preferably 10:1 to 1.5:1. 13. A process for dyeing or printing fibre
mat eri al containing hydroxyl groups or nitrogen, which conprises bringing

t hese fiapd&@Omarsraf shesdyaeithedomuda with a dye mi xture according to any one
of clainse 1 to 12 in an aqueous solution. 14. The process according to
claim13 for dyeing or printing naturally occurring or synthetic pol yam de
fibre materials, in particular wool.so® 2 J UdH,200Z -31 15. The use of a
dye m xture accordi ng to any one of flains 1t iZ’;H’]Cg’od{yF,‘I ng or printing
natural ly occurri n sy \etic o@ HENT ré materlals in particular
wool . 16. A"@)ﬁﬁd‘ﬁ AN-a~(Z éoclalml in which T,
is halogen and V, is ~3-su oet hyl a .Eﬁo or ?I - ydroxyethyl am no and R, Rz,
R3 and Z, are each as defined in cla ALY HA9U. A2

Anl . A AR A A9 I . A&l . ALY AL. AN. A&% CA9. A9 . A Nyl'l_“ A A Al. A&F. AL.
3AA%AAAAFA2A&I L/k

-#a’ p) 8<. Yyt oj e [ U] c”a] ca] ca] ca] c8l c c&|tC4]«d] ca] c~a] ca] caU] ca] ca] ca] ca] c
a]J ca] ca] ca] ca] ca] ca] ca] ca] ca] ca] ca] ca]cha]cRa]cRa! )

' A black dyeing which is level over the fibre and surface and has good fastness properties is

likewise obtained.

Example 9: The procedure described in Example 4 is repeated using, instead of the
shading dye of the formula (10), 1.25 g of the dye of the formula

SO,H
/4 N SO,H
N=N |
—N
Cl
¢=0
ICI:- Br
CH,

A black dyeing which is level over the fibre and surface and has good fastness properties is

likewise obtained

Example 10: 10 g of a woollen tricot treated to superwash standard by the Hercoset
process is dyed in a laboratory dyeing apparatus with the following liquor:

0.2 g of sodium acetate

0.5 g of 80 % acetic acid

0.5 g of Glauber’s salt
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Sy’ 10%\ g\ & ()-' yY10% & ()-a zX9' $" 10BAE ()-f11 L0% )1109%\
Ok () Pt 10%& 1) m 111098 - m Lﬁ?ﬂ‘mw CHESRL () -y 100 & (-

-10% & () - yt HO;SIBb & Q P+ ax"? -10%-10% & () -y

{ EN= % &
-10% & ()-y -10% & ()-y -10% & ()-y - 0%&'{% VEAFO

NH H,-CH,

NN
HZNJ\ A

N Cl

and 40 % by weight of the dye of the formula

O O

HO,S0-H,CH,C CH,CH,-OSO,H
HO,S SOH

and 200 ml of water.

The pH of the liquor i1s 4.7. The textile material is treated in the dye liquor at 40°C for 5
minutes and the liquor is then heated to 60°C at a heating-up rate of 1°/minute and kept at
60°C for 20 minutes. |t is then heated to the boiling temperature (98°C) at 1°/minute and
dyeing is carried out at this temperature for 90 minutes. After cooling, the textile material is
treated in a fresh liquor comprising 5 g/l of sodium bicarbonate at 80°C and at pH 8.3 for 20

minutes. (Alternatively, the treatment can be carried out with ammonia, sodium carbonate or



-10% -10% & ()-y -10%0 & ()-y -10% & ()-y -10% & ()-y& ()8<}\; - f1O%E JU) 2002

&Z10%#& () -10&10&10& L99t 109&R&' ()- L710%R& ()- -10% & ()-y<WJ[:}\; - b

Y109%<#<& ()-m <0 Y10%&' ()-m &#10%#t&' ()-g &#10% & ()-g &H#10%'& ()-g &H#109%P°

& ()-9.Y[[:}\; - ROS-"10% #, & ()- s-"10%5'& ()- g | (10%A#A& ()- ¢

#109AHAL () - ]110%#7& ()- g 10%#A& ()=23-1 J KL [ |obU4

' Y10%#&' () - 10#10#10# 9910%t& ()- & 710%#& ()- 95 "10%t& ()- ]1f210%#7& ()-]
3ul[:bW4 9

sodium hydroxide solution, in each case at a pH of 7.5 to 9). The dyeing is rinsed in the
customary manner and 1 % of formic acid, based on the fibre weight, is added to the last
rinsing bath for acidification. A black dyeing which is level over the fibre and surface and
has good fastness properties is obtained.



#10%#&' ()- 9 #109%&' ()- 9 #109%&' ()- p9 10%& ()-9 9"10%t& () - 02 JuL 2007
ff10%& ()-Ok|[:bU4  10%o0t& ()- L1 10%& ()- 9 #109%& ()- 9 #10%9& ()- 9

#10% & ()- 9 #10%&' ()- v |[:bU4 9--#10%& ()- 109%/#V& ()- 0
109%& ()- 10%]c& ()- O* 109%& ()- 10% & ()-v
- 24 .

WHAT IS CLAIMED IS:

1. A dye mixture comprising
(a) a compound of the formula

Z——N=N
NH

N“ IN
V/I\\N/kT

(1,

in which K; is a naphthyl radical which is unsubstituted or further substituted by hydroxyl,
amino, N-C¢-Csalkylamino, C»-Cisalkanoylamino, benzoylamino, sulfo or a radical of the
formula -SO2-Y, '

Z is the radical of a diazo component of the benzene or naphthalene series which contains

at least one fibre-reactive radical of the formula

-SO;-Y (3a),
- CONH - (CH2)m - SO2- Y (3b),

) - CONH - (CH2)m1 - O - (CH2)m - SO2- Y (3c),
- (O)p - (CH2)q - CONH - (CH2)m - SO2 - Y (3d),
-NH-CO -CHX - CH2X (3e) or
-NH - CO - CX =CHg (3f),

Y is vinyl or a radical -CH,-CH2-U

and U is a leaving group,

X is chlorine or bromine,

p is the number O or 1 and

m, m1 and q independently of one another are each an integer from 1 to 6,

T is chlorine, fluorine, bromine, 3-carboxypyridin-1-yl or 3-carbamoylpyridin-1-yl,
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Rs
) / \
—N N—SOzY (41
\——/ or
— T‘—arylene———- NHCO—Y, (49)
Re

R4 is hydrogen, hydroxyl, sulfo, sulfato, carboxyl, cyano, halogen, C+-Csalkoxycarbonyl,
carbamoyl or a group -SO>-Y,
in which Y is as defined above,

Rs is hydrogen, Cs-Cqalkyl which is unsubstituted or substituted by hydroxyl, sulfo, sulfato,
R4

carboxy or cyano, or a radical alk=SO;~Y ,
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B is a radical -O- or -NRg-,
in which Rs is as defined above, and
tis the number 0 or 1, and

(b) a compound of the formula

R1
SO.H
R3
N=N S
HO” SN Yo
Z——N=N |
NH R

z
(2),

) in which Ry and Rzindependently of one another are each C4-Caalkyl,
Ra is carbamoyl, sulfomethyl or cyano, and
T, is defined independently as above for T,
V, is defined independently as above for V, and

Z, is defined independently as above for Z.

2. A dye mixture according to claim 1, in which
K4 in formula (1) is a 1- or 2-naphthyl radical which is further substituted by 1 to 4 identical
or different radicals selected from the group consisting of hydroxyl, amino, N-methyl- or N-

ethylamino, acetylamino, benzoylamino and sulfo.

3. A dye mixture according to claim 1 or 2, in which
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in which Y is vinyl or B-sulfatoethyl.

6. A dye mixture according to any one of claims 1 to 5, in which
T and T+ independently of one another are each fluorine or chlorine, and preferably each
chlorine.

7. A dye mixture according to any one of claims 1 to 6, in which

V and V4 independently of one another are each hydroxyl, C+-C,alkoxy, morpholino or
amino; N-C4-Cgalkylamino or N,N-di-C4-Csalkylamino, which is unsubstituted or substituted
in the alkyl part by sulfo, sulfato, hydroxyl, carboxyl or phenyl, or cyclohexylamino;

phenylamino or naphthylamino which is unsubstituted or substituted in the phenyl or
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9. A dye mixture according to claim 1, which comprises

(a) a compound of the formula (1) defined in claim 1 in which

K1is a 1- or 2-naphthyl radical which is further substituted by 1 to 4 identical or different
radicals selected from the group consisting of hydroxyl, amino, N-methyl- or N-ethylamino,
acetylamino, benzoylamino and sulfo,

Z is a phenyl radical which carries a fibre-reactive radical of the formula

-80;-Y (3a) or
- CONH - (CHg)m - SO, - Y (3b),

in which Y is vinyl or -sulfatoethyl and
m is the number 2 or 3,

) and is further unsubstituted or substituted by sulfo, methyl, methoxy, chlorine, hydroxyl or
methoxy, or is a 1- or 2-naphthyl radical which carries a fibre-reactive radical of the formula
(3a) as defined above and is further unsubstituted or substituted by sulfo,

T is fluorine or chlorine and

V is hydroxyl, C+-Caalkoxy, morpholino or amino; N-C4-Cjalkylamino or N,N-di-C-C4-
alkylamino which is unsubstituted or substituted in the alky! part by sulfo, sulfato, hydroxyl,
carboxyl or phenyl, or cyclohexylamino; phenylamino or naphthylamino which is
unsubstituted or substituted in the phenyl or naphthyl part by C4-Csalkyl, C4-Caalkoxy,
amino, C>-Csalkanoylamino, carboxyl, sulfo or halogen, or N-C+-Caalkyl-N-phenylamino
which is unsubstituted or substituted in the alkyl part by sulfo, sulfato, hydroxyl, carboxy or
phenyl and/or in the phenyl part by C4-Caaikyl, C-Casalkoxy, amino, C,-C4alkanoylamino,

carboxyl, sulfo or halogen, and
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&10%t&' t,)_azcompound of the formula (2) defined in claim 1, in which

R+ and Rz independently of one another are each C4-Caalkyl,

Rs is carbamoyl or sulfomethyl and

T+ is defined independently as for T above,

V1 is defined independently as for V above and

Z4 is defined independently as for Z above.

10. A dye mixture according to claim 1, which comprises

(a) a compound of the formula (1) defined in claim 1, in which

K1 is a 1-naphthyl radical which is further substituted by 1 to 4 identical or different radicals
from the group consisting of hydroxyl, amino and sulfo,

Z is a fibre-reactive radical of the formula

(SO4H),-,
SO,-Y
(5a) or

CONH-(CH,),--SO,-Y
(5b)

(SoaH)o'1

and Y is vinyl or B-sulfatoethyl,

T is fluorine or chlorine and

V is amino, N-C-Czalkylamino which is unsubstituted or substituted by hydroxyl, sulfo or
sulfato, or mono- or disulfophenylamino, and

(b) a compound of the formula (2) defined in claim 1, in which

Ry is methyl,

R; is ethyl and

R3 is carbamoyl or sulfomethyl, and

T is defined independently as for T above,

V, is defined independently as for V above and

Z4 is defined independently as for Z above.
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(SO,H) SO,H CH,
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v N el

in which Y is vinyl or B-sulfatoethyl and

] V is amino, N-C+-Csalkylamino which is unsubstituted or substituted by hydroxyl, sulfo or

sulfato, or mono- or disulfophenylamino.

12. A dye mixture according to any one of claims 1 to 11, which comprises the compounds

of the formula (1) and (2) in a weight ratio of 25:1 to 1.1, and preferably 10:1 to 1.5:1.

13. A process for dyeing or printing fibre material containing hydroxyl groups or nitrogen,
which comprises bringing these fibre materials into contact with a dye mixture according to
any one of claims 1 to 12 in an aqueous solution.

14. The process according to claim 13 for dyeing or printing naturally occurring or synthetic

polyamide fibre materials, in particular wool.
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