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" 'This invention relates to & prooess of dveing,
leather fast shades by means of: complex metallic
- compounds of mono-azo-dyestuﬁs which have

the general formula.' S

0H
Rt—-N=N—5'R$
L “NoH -

wherein R: and Ra represent a.ryl residues and >

- ‘'a lake-forming group in ortho-position to the

azo-group.

Complex metallic compounds of mono-azo- :

dyestuffs of this general formula, are, for example,
aluminium-, titanium-, vanadium-, chromium-,
copper-, manganese-, iron- cobalt-, nickel- and
uranium-compounds ‘of azo-dyestuffs which are
obtainable by coupling the diazotized ortho-hy-

droxy- or ortho-alkoxy- or- ortho-carboxy-amino-»'
benzenes or ortho-hydroxy- or ortho-alkoxy- or’
ortho- carboxyaminona,phthalenes or & deriva--
tive of one of. these, for example, a chlorine-,.

bromine-, ‘nitro-, sulfo-, carboxy-, methoxy- or

ethoxy-substitution  product with . d dihydroxy-~-

benzene or a dihydroxynaphthalene for example
1:3-dihydroxybenzene, 1:3-dihydroxybenzene-4-
carboxylic - aeid, - -1:3-dihydroxybenzene-5-car-
boxylic . acid, . 1:2:3-trithydroxybenzene-5-car-~

boxylic acid; 1; 5. ~-dihydroxynaphthalene, :6-di~ -
hydroxynaphthalene or 2: 7-d1hydroxynaphtha-v .

lene as well as the sulfonic acids and -nitro-,

alkyl- or halogen-substitution products of any .

of these.” These: complex metallic compounds
may contain one or more metals.’

The coinplex metallic compounds to be used
“dye leathef, tanned in any manner, ‘for example,
vegetable-tanned leather or chrome-leather, very
various tints which are very level and excellently

fast.
The l‘ollowing examples illustra,te the in-

. ventlon'

- Example 1

100 parts of neutralized chrome-leather (box
calf, chrome sides, goat, kid and sheep)  are

;tumbled in a drum in a bath of 3-400 parts.of

water at 60° C.  During the rotation of the drum,

“the “iron compound of the azo-dyestuﬂ of the
'formula - L . L

-stuffs serving for -the present process a.nd the

(Cl 8—5) -

tion (1 part of dyestuff in 50 parts of boiled water)

-of the nickeliferous dyestuff Irom the azo-dye
. stuff of the formula = -

LOH ..

. HOs

obtainable by coupling diazotized 4-n1tro-2-am-
ino-l-hydroxybenzene-ﬁ-sulfonic ‘acld with 1:8-
dihydroxybengzene. -
dyestuff has been adsorbed by the leather which

s then fatliquored as usual.

The leather thus dyed has'a brown shade which
is very fast,
The leather is- dyed through

‘Ezample 2

Well tumbled vegetable-tanned sheep or goat
leather.is dyed, as described in Example 1, with

" obtainable by. coupling diazotized 4-chloro-2-am- ,

ino-1-oxybenzene with. 1:3-dihydroxybenzene,

‘Whern. the dyeing .is completed there is added

formic acid amounting to half-the weight of the

--dyestuff used and dyeing is continued for 10-15
-minutes; the leather is then rinsed. :

The leather thus dyed has a level full brown—

" olive shade which is very fast to light.

The dyeing can also be conducted by the
brushing process with a neutral, cold liquor.
-The following table gives a-series of the dye-

colours obtained therewlth —_.

Dlazwmmnent : . Coupling component ’ Metel o Colours obtained
(1) [4-nit { o-2iamino-1 hydroxybenzene-d- 1:3-dlhydroxybenzena Umﬁirrm . Yellowish brown. -
sulfonie acid .
-1-hydroxybenzene do. MEnganese. . .....eeewan ,Brown-orange
83 4-nltro Zamino 1 hydroxy . do. sozg chromlum and 20% Janus red.
d d Iron Yellow-brown.
(2) """ d: a0 Cobalt Brown-red.
26; ..... do. Nickel 'Orax:JDge.
-1-hydroxybenzene. ...c.jaan.. d do. 0.
g; -tehloro- .Z:iainlno 1+ hyd.roxybenmne dz R %i)l‘démll]!s
- R d 0B - ackish-brown.
fgg 5-nltro 2-amino-1-hydroxybenzene. d: Lron-. . Diackish-L
11 dn do. Nickel. . . Pink.
12) feween -do. .| Manganese . Brown-orange.
13) | 8+ nl tro-z-umino-l-hydroxybemne-(- do. Cobalt. -| Brown-violet.
. sulfonie acld.

‘After about 40 minutes the

.there is run in; through the hollow axle, 8 solu-' o
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Diazo-component ~-Coupling component Metal | . Colours obtained
(4) {6-nitr o-ﬂ—cmlno-l hydroxybenrene-4- | 1:3-dihydroxybenzene Nicksl ‘Wine-red.
] mlfonic acid . 5
15 do. . b . Blackish-brown.
gwg do, Mangamese..._..._...-.. Violet.
17 | 4- n i t r 0 -2-amino-1-hydroxybenzene-6- |..... do - Iron... Brown.
au](onic acid. .
(18) [-mem- .e---do Manganese._......ceceume Redbrown
18) foeeen . do. g Cobalt
10 _gm 2-5111%110 -1-hydroxy-benzene-4- sul!onlo ee-.do ‘Iron : Bmwn-orange. 10
21) do. do-: } M Orange-brown.
§22 0. emmemcmne e meaamam oo aonan do. Cobalt _-_.| Brown-red.
(23) 1.....do. L. Y [ do. Nickel. . Brown-orange.
24 do do. Chromiam and cobait...| Bordeaux.
fzs; 4-methyl-2-amino- l-hydroxybenune 6- do. Cobalt Brown-violet.
; sulfonic acid.
15 do. Uranium Brown. 15
--.-.do Nickel. o oaeoicimmaeas Yellow-brown.
-...do. .| Iron . ' oms-| Olive-brown.
29) do. . M Yellow-brown.
€30) 4-chloro 2-amino-1- hydroxybenmm “B- |-cemn do. ) Cobalt : Brown-violet.
. sul!onlc acid. : : . : - !
31) |-- -----do. Nickel... ed-brown
32; —- dn i e do. . ; Iron . Brown-olive. ' 20
20 33 do Manganese. ... - w.-- Red-brown.
(34; 4- chloro 2-amino-1- hydroxybonune -8 do. Cobalt - Bordeaux.
sulfonic acid. :
(35) |-....do. ---do_. Nickel.ooooomammconnnnan Brown-red.
363 -———do. do. Iron <w-.| Olive-brown.
537) _____ do.- JRRISI { SO, : emeeeee| M o Brown.
(38) |--.-.do. do. ) Uranium......o.... e Red-brown.
25. (39; 5-chloro-2-amino-1-hydroxyb 3- |.---.do Iron :-.| Yellowish-brown. 25
sulfonic acid. : .
40) | 4-chloro-2-amino-1-hydrox benl.eno (¢ 1) SO Chromium....cicmammmne- Bordeaux.
41) | 5-nitro-2-amino-1-] hydroxy ....... do. do. Violet.
42; o-r‘ntrio-z-a;gﬂno-l-hy ybenune—&sul- - -.~-do. - - do..... Brown-red
AC] .
?3) -_-.‘3” i Y F— gn 5000 ""t""ﬁ"i{xi"“ ytoletislgbrown.
44) | 4-nitro-2-amino-1- oxybenzene.......- - 0. ———— percent chromium { Janus red.
30 ) yorony and 50 percent nickel. 30
(45) | 4- chll‘orl:)j z-amino l-hydroxybenzene 6- -eu-do : Chromium and copper..| Brown-red. - .
sulfo o . )
(46) 4—nitro-2-nmino-1—phenol ................. lzs-agiigydroxybenune-bwboxync Ghromlum ......... - .v--! Bordeaux-red.
47 |.....do aesdo. : Cobalt ‘.._..| Bluishred.
48 do . do : : : Nickel .| Dull red-brown.
35 (49 dn - I I dn . Manganese. .. .. --s--~ Reddish dark-brown. 35
50; I Olive-brown.
51 &mno-z—amlno-l-phenol ................. 2: o-dihydroxy-naphthalene QGreen-grey.
52) {...--do. —- Dull violet.
(53) |.----do [RITI RN dn Dark grey.
54) |. do dn Beige-grey.
§55) ado. R Grey-green.
56) G-nltro-z-nm!no-l-phenol-l-sulfonlc acid.-. 2:7-dlhydmymphthalene Reddish—vlolet.
40 n) ‘Red.violet: 40
558) .- dﬂ Z .--do. Violet brown.
59) do. do. Brown blue-violet.
gso; - do. i aeid 3 4—2;‘)1 ghﬁsh—violet
61) | 1-aminob bo: : droxyb 'ull orange
(62) loma- 0. e P o il Dull light brown.
© . (83) do. . do. Reddish-yellow.
45 64 do . do Light brown. 45
85 do.. Zee--do Reddish-yellow.
86) | 1-amino-3-ethoxybenzene, do. Flesh-colored red.
87) -<--.do Light brown.:
68 do. ---.-do Do. C
39; do. -ewdo. Yellow brown.
(70) }enun- do...-. - do : ‘ --| Reddish-yellow.
50 50
The azo- dyestu.ﬁs of the above table have the (o9 o om oH
following formulas:— o : :
@ . OH - OH
55 ' OH 55
OH
60 . (13-16) ‘ OH OH : 80
-0 OH OH ; NO N=N—
N=N—{ L OH
83 .
) OH - do:H (i3]
NQ’ a7-19) ' OH OH
OH OH : '
0 @9 . HO =] 70
N=N- | ) v OH
OH '
NO)
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(51-85) OH -
HO
NO, :
C i 08 -
(56~80) oH o
NO Ne— y
: HO )4
. OH !
61-85 A
(61-85) OH
N: N-
~-COOH OH
(66-70)
0 CaHs

What we claim is:—
1. Process of dyeing leather, consxsting in us-
ing the complex metal compounds of such mono-

‘azo-dyestuffs ‘which correspond to the general

formula
B ' '/OH
R1<N=N—R|\
Yo . ,
wherein x represents a lake-forming group stand-
ing in ortho-position to the azo-bridge, Ri1 is a
phenyl radical free from a carboxylic acid group

in ortho-position to the lake-forming group and -

Rz is a phenyl or naphthyl radical.

2. Process of. dyeing leather; consisting in us~
ing the complex metal compounds of such mono-
azo-dyestuffs which correspond to the general
formula .

/OH
R1<N=N—Bs\<
: OH

wherein z represents a lake-forming group stand-

ing in ortho-position to the azo-bridge, R: is' a
phenyl radical free from a carboxylic acid group
in ortho-position to the lake-forming group, and
Rz is a phenyl radical. :

3. Process of dyeing leather, consisting in us-

" ing the complex metal compounds of such mono-

azo-dyestufls which correspond to the general
formula.

0B
RCN=N-R;
OH  OH

wherein R: is & phenyl radical free from & car-
boxylic acid group in ortho-position to the hy-

_droxyl group, Rz is & phenyl radical, and the hy-

droxyl group of the phenyl radical R: stands in
ortho-position to the azo-bridge.
4. Process of dyeing leather, consisting in using
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the complex metal compounds of such monoazo-
dyestuffs which correspond to the general for-
mula : o

OH

ReN=N
OH ‘

:

wherein R: is a phenyl radical free from a car-

boxylic acid group in ortho-position to the hy-
droxyl group, and the hydroxyl group of the

‘phenyl radical R1 stands in ortho-position to the:

azo-hridge.
5. Process of dyelng leather,; consisting in using
the complex. iron compounds of such monoazo-

dyestuffs which oon‘espond to the general for-:
mula

oE
: Bi-lil*{.—fN‘
‘OH
OH
wherein Rz is & phexiyl radical free from & car-
boxylic acid group in ortho-position to. the hy-

droxyl group, and the hydroxyl group of the
phenyl radical R: stands in ortho-position to the

azo-bridge.
" 8. Process of dyeing 1eather, conslsting in using.
.the complex iron compound of the monoazo-dye-

stuff of the formula

7. As.new compositions of matter of yellow,
brown, red, violet and .green tint, the coloured
leather dyed fast with the complex metal com-

. pounds of such monoazo-dyestuffs which corre-

spond to the seneral formula
OH
R|—N=N—-B|
N OH

wherein x represents a lake-forming group stand-
ing in ortho-positien to the azo-bridge, R1is a
pheny! radical fred from a carboxylic acid group

in ortho-positior: t¢ the lake-forming group and -

Rais a phenyl or naphthyl radical.
8. As new compositions of matter of yellow-

. brown, brown, red and violet tint, the coloured
leather dyed fast with the complex metal com-

pounds of such monoazo-dyestuffs which corre-

spond to the seneral formula

():4
RBp—N==N—Ry
N

OH
_ wherein 2 represents a lake-forming group stand-

9,008,609

ing in ortho-position to the azo-bridge, R: is a
phenyl radical free from a carboxylic acid group
in ortho-position to the lake-forming group, and

" Ra is a phenyl radical.

9, As.new- compositions of matter ot yellow-

‘ brown, brown, red and violet tint, the coloured
_leather dyed fast with the complex meta] com-
pounds of such monoazo-dyestuffs which corre-

spond to the general formula
o OH
Ri—N=N-—Ry
OH OH .
wherein R: is a phenyl radical free from a car-

hoxylic acid group in' ortho-position to the
hydroxyl group, Ra is a8 phenyl radical, and the

hydx‘oxyl group of the phenyl radical R, stands in
. ortho-position to the azo-bridge.

'10. As new compositions of matter of yellow-
brown, brown, red and violet tint, the coloured
leather dyed fast with the complex metal com-
pounds of such monoazo-dyestuffs which corre-

) spond to the general formula

OH
i ﬁl—N=N
AN

OH
_ oH

wherein R: is a phenyl radical free from a car-

_boxylic acid group in ortho-position to the

hydroxyl group, and the I;droxyl group of the
phenyl radical R;: stands in ortho-positlon to the

" azo-bridge.’

11. As new compositions of matter of brown

E tint, the coloured leather dyed fast with the com-

plex iron compound of such monoazo-dyestuffs
which correspond to the general formula

OH
R—N=N-
CON

(0): O
: OH

wherein R: is a phenyl radical free from & car-
boxylic acid group in - ortho-position to the
hydroxyl] group, and the hydroxyl group of the
phenyl radical R1 stands in ortho-position to the
azo-bridge.

12, As new composition of matter of brown
tint, the coloured leather dyed fast with the com-
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plex iron compound of the monoazo-chestuﬂ of

the formula
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