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12 Claims. 
This invention relates to a process of dyeing 

leather fast shades by means of complex metallic 
compounds of mono-azo-dyestuffs which have 
the general formula: : 

R-NaN-R 
l NoH . 

wherein R1 and Ra represent aryl residues and a 
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-carboxyaminonaphthalenes or a deriva 
tive of one of these, for example, a chlorine-, 
bromine-, nitro-, sulfo-, carboxy-, methoxy- or 
ethoxy-substitution product with a dihydroxy 
benzene or a dihydroxynaphthalene for example 
1:3-dihydroxybenzene, 1:3-dihydroxybenzene-4- 
carboxylic acid, 1:3-dihydroxybenzene-5-car 
boxylic acid, . 1:2:3-trihydroxybenzene-5-car 
boxylic acid, 1:5-dihydroxynaphthalene, 2:6-di 
hydroxynaphthalene or 2:7-dihydroxynaphtha 
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 complex metallic compounds to be used 

dye leather, tanned in any manner, for example, 
vegetable-tanned leather or chrome-leather, very 
various tints which are very level and excellently 
fast. . 

... The following examples illustrate the in 
vention:- 

Eacample it y '. 

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, 

is then fatliquored as usual. 

the iron compound of the azo-dyestuff of the 

dyestuff used and dyeing is continued for 
minutes; the leather is then rinsed. 

stuffs serving for the present process 

(CI. 8-5) 
there is run in, through the hollow axle, a solu 
tion (1 part of dyestuffin 50 parts of boiled water) 
of the nickeliferous dyestuff from the azo-dye 
stuff of the formula . . . . 

pH 9H . . 
... O 

... NO . . 

obtainable by coupling diazotized 4-nitro-2-am 
ino-1-hydroxybenzene-6-sulfonic acid with 1:3- 
dihydroxybenzene. 'After about 40 minutes the 
dyestuff has been adsorbed by the leather which 
The leather thus dyed has a brown shade which 

is very fast. . . . . . . 
The leather is dyed through. 

. . . Eacample 2 . . . . 
Well tumbled vegetable-tanned sheep or goat 

leather is dyed, as described in Example 1, with 

formula 

obtainable by coupling diazotized 4-chloro-2-am 
ino-1-Oxybenzene with 1:3-dihydroxybenzene. 
When the dyeing is completed there is added 
formic acid amounting to half the weight of the 

10-15 

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 

is and the 
Colours obtained therewith:- 

Metal - Diazo-component Coupling component 

(1) 4.ino-i-hydroxybenzene-6- 1:3-dihydroxybenzen--------------- Uranium---------------- Yellowish brown. 
sulfonic acid. . . . . 

-1-hydroxybenzene.------------ do--------------------- ------er-re Manganese----------.....Brown 
8 kniglaminol-hydroxybenzen -- a-- a do------------------------------- 83 mium and 20%. Janus red. 

C6. 
- - - - - --------------------------------do------------------------------Iron.------------------ Yellow-brown. 

8 :- assa-a-a-a-a-a-a-a-a------- so Cobalt- Brown-red. 
8 --- do------------------------------ Nickel Orange. 
8 4-chloro-2-amino-l-hydroxybenzene-----------do------------------------------------ do- Do. 
8) ----- do------------------------------ Cobalt- Bordeaux. 
(9) 5-nitro-2-amino-1-hydroxybenzene- Iron.-- Blackish-brown. 
10) -----do--- Cobalt. Bordeaux. 
11) -----do--- Nickel. Pink, 
12) ----- do.-- . Manganese Brown-orange. 
13) 6 nitro-2-amino-1-hydroxybenzene-4------do------------------------------- Cobalt------------------ Brown-violet. 

sulfonic acid. 

Colours obtained 
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diazo-component Couping component Metal Colours obtained 

(14) 6 i nino-1-hydroxybenzene-- 1:8-dihydroxybenzene.------------- Nobel------------------ Wine-red. 
Oc acid. 

3 a ve do----------------------------------------do--------------- - - - - - - - - - - as a was run--------------- ---. Blackish-brown. 
16) ----- do---------------------------------------do---- M Wiolet, 
7) 4 -nitro-2-amino-1-hydroxybenzene-6- ro Brown. 

sulfonic acid. (18) ----- do----------------------------------------do------------------------------- Manganese------------. Red-brown. Cobalt.---- Do. 
Iron--------------------- Brown-orange. 
Manganese. Orange-brown. 
Cobalt--- Brown-red. 
Nickel. Brown-orange. 
Chromium Bordeaux. 

(25) 4-methyl-2-amino-1-hydroxybenzene-6- Cobalt------------------ Brown-violet. 
sulfonic acid. s: Uranium---------------- Brown. 

27) -----do--- Nickel.-- Yellow-brown. 
(28) --...-do.- Olive-brown. 
(29) ----- do Yellow-brown. 
(30) 4-chloro-2-amino-1-hydroxybenze ne-5- Brown-violet. 

Red-brown. 
Brown-olive. 
Red-brown. 
Bordeaux, 

sulfonic acid. 

mino-i-hydroxybenzene w8 
sulfonic acid Brown-red. 

Olive-brown. 
Brown. 
Red-brown. 
Yellowish-brown. 3 

sulfonic acid. 40) 4-chloro-2-amino-1-hydroxybenzene.-----------do------------------------------- Bordeaux. 2. 5-nitro-2-amino-1-hydroxybenzene.--------...-do--- Violet. 
42 citino-1-hydroxybenzene 4-sul- - - - -do------------------------------------do------------------- Brown-red, 

Olic acC.. . - 
8 - - - - - do----------------------------------------do------------------------------- Copper------------------ Violetish-brown. 
44) 4-nitro-2-amino-1-hydroxybenzene-------------do---- 80 percent chronium Janus red. and 50 percent nickel. 
(45) 4-carino-1-hydroxybenzene-6- -----do-------------------- - - - - - - - - - - - Chronium and copper-Brown-red. 

SO(38C, 4-nitro-2-amino-1-phenol----------------- 1: Hydroxybenzene-4-carboxylic Chromium--------- ----- Bordeaux-red. 
Bluish-red. 
Dull red-brown. 

Olive-brown. 
Green-grey. 
Dull violet. 
Park grey. Beige-grey. 
Grey-green. 
Reddish-violet. 
'Red violet. 
Wiolet brown. 
Brown blue-violet. 
Bluish-violet. 
Full orange. 
Dull light brown. Reddish-yellow. 
Light brown. Reddish-yellow. 
Flesh-colored red. 
Light brown. 

Manganese- ... Yellowbrown. 
Iron--------------------- Reddish-yellow. 

The azo-dyestuffs of the above table have the co O 
following formulas:- - 

(i) OB O 
OH 

OB 

(13-16) OE OB 

(2-6) oH OE NO NEN 

N=N- OE 

OB. . . O 

No. (17-19) OB O 
O O (7-8) H B BO NeN 

Reddish dark-brown. 

O 

5 

20 

25 

30 

35 

40 

45 

50 

55 

70 

  

    

  

  

  



2008,602 3 
(20-24) (S1-S6). QH 

5 EO 5 
NO 

OE 
(25-29) 

(56-60) O 
O O 

Ho OB 

5 (30-33) OE 5 

. (81-85) pH 
EO OH 

20 N N 20 

(34-38) - OH OB --COOB O 

Os Ns 

25 O (66-70) 25 

(39) O OB . 
O OCs . 30 

C OH N/ 
. . so.H. ... . What We claim is:- 

35 (40) O O. . . . 1. Process of dyeing leather, consisting in us- 35 
W ing the complex metal compounds of such mono 

Na azo-dyestuffs which correspond to the general 
O formula 

, - on 4. m 

40 RN-N-R o 
(41) OE OE a Yoh 

wherein a represents a lake-forming group stand 
N= ing in Ortho-position to the azo-bridge, R1 is a 

45 Nor- OE phenyl radical free from a carboxylic acid group 
in Ortho-position to the lake-forming group and 

2-3 oH O R2 is a phenyl or naphthy radical. 
(42-43) - 2. Process of dyeing leather, consisting in us 

NO NaN-7 ing the complex lanetal compounds of Such mono 
50 azo-dyestuffs which correspond to the general 

O formula - a .. 

on . . . . . ' 

OE . R-N-N-R . 
C . . . m 

... " Y. Yoh . . . . . . 55 

& . wherein a represents a lake-forming group stand 
ing in ortho-position to the azo-bridge, R1 is a 
phenyl radical free from a carboxylic acid group 

O in ortho-position to the lake-forming group, and 60 
Ra is a phenyl radical. 

(45) 3. Process of dyeing leather, consisting in us 
ing the complex metal compounds of such mono 

EOS aZO-dyestuffs which correspond to the general 
65 a st formula S. . . . . ' 65 

ot 
Re=N-R 

(46-0) OBI OB 

wherein R1 is a phenyl radical free from a care 70 
boxylic acid group in Ortho-position to the hy 
droxyl group, R2 is a phenyl radical, and the hy 
droxyl group of the phenyl radical Ri stands in 

O 
NN 

ortho-position to the azo-bridge. 
5 NO 4. Process of dyeing leather, consisting in using 
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nula . . . 

the complex metal compounds of such monoazo 
dyestuffs which correspond to the general for 
nula . . . . . . . 

OE 

RN-N 
OB 

OB 

wherein R1 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-bridge. 

5. Process of dyeing leather, consisting in using 
the complex. iron compounds of such monoazo 
dyestuffs which correspond to the general for 

of 

RN-N oB 
OB 

wherein R1 is a phenyl radical free from a cara 
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-bridge. 

6. Process of dyeing leather, consisting in using. 
the complex iron compound of the monoazo-dye 
stuff of the formula 

. . . . ... O - oE 
N=N- 

O 

7. As new compositions of matter of yellow, 
brown, red, violet and green tint, the coloured 
eather dyed fast with the complex metal com 
pounds of such monoazo-dyestuffs which corre 
spond to the general formula 

Y. YoH 
wherein crepresents a lake-forming group stand 
ing in ortho-position to the azo-bridge, R1 is a 
phenyl radical fires from a carboxylic acid group 
in ortho-positiori to the lake-forming group and . 
Ra is a phenyl ornaphthyl 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 general formula 

o B 
RN-N-R OH 

wherein a represents a lake-forming group stand 

8,008,603 
ing in Ortho-position to the azo-bridge, R1 is a 
phenyl radical free from a carboxylic acid group 
in ortho-position to the lake-forming group, and 
R2 is a phenyl radical. 

9. 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 

ot 
RN-N-R 

O O 

wherein Ri is a phenyl radical free from a car 
boxylic acid group in ortho-position to the 
hydroxyl group, R2 is a phenyl radical, and the 
hydroxyl group of the phenyl radical R1 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 

O 
OB 

wherein R1 is a phenyl radical free from a car 
boxylic acid group in ortho-position to the 
hydroxyl group, and the h droxyl group of the 
phenyl radical R1 stands in Ortho-position to the 
az0-bridge. 

11. As new compositions of matter of brown 
tint, the coloured leather dyed fast with the com 
plex iron compound of such monoazo-dyestuffs 
which correspond to the general formula 

OB 

R-N-N 
: N 

O 
O 

wherein R1 is a phenyl radical free from a 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 con 
plex iron compound of the monoazo-dyestuff of 
the formula 

oH oH 
NsN. 

-OH 
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