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The present invention relates to monoazo-
dyestuffs soluble in water; more particularly it
relates to monoazo-dyestuffs of the following gen-
eral formula:

b X

OH
HiN R N=N; ~ NE.Z

HOaS/ ¥
wherein X stands for halogen or SO3H, Y for
hydrogen or SO3H, Z for hydrogen, alkyl or aryl,
and wherein the nucleus R may contain further
15 Substituents and the dyestuff contains at least
two sulfonic acid groups.

We have found that valuable monocazo-dye-
stuffs soluble in water are obtainable by coupling
in an alkaline medium with 2-amino-8-hydroxy-
naphthalene-6-suifonic acid or 2-amino-8-hy-
droxynaphthalene-3,6-disulfonic acid or an N-
alkyl or N-aryl derivative thereof, a diazo-com-
pound of the general formula:

X

wherein X stands for halogen or the sulfonie
acid group, Y stands for a diazo-group and R
may contain further substituents, the components
being selected in such a manner that the finished
dyestuff contains at least two sulfonie acid groups.

The brown dyestuffs thus obtained are par-
ticularly adapted for dyeing leather. With re-
5 gard to their property of dyeing leather in the
grain or of dyeing it throughout they are dis-
tinctly superior to the water-soluble monoazo-
dyestuffs obtainable by coupling in an alkaline
solution monc-diazotized 1,3-diamino-4-nitro-
benzene with 2-hydroxynaphthalene-3,6-disul-
fonic acid or diazotized l-amino-3-acylamino-
benzenes, substituted by a nitro-group, with 2-
amino-8-hydroxynaphthalene-3,6-disulfonic acid.

The following examples illustrate the inven-
tion; the parts are by weight unless otherwise
stated; the relationship of parts by weight to
parts by volume is that of the kilo to the liter:

(1) 22.25 parts of 2-chloro-1,4~diaminobenzene-
6-sulfonic acid in the form of its sodium salt
g are dissolved in about 100 parts by volume of
water together with 6.9 parts of sodium nitrite.
This solution is gradually run at 0° C. to 10° C.
into 15 parts by volume of crude hydrochloric
acid and ice. The suspension of the diazo-com-
pound thus produced is then added in small
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portions, while stirring and well cooling, to a
selution of 32 parts of 2-phenylamino-8-hydroxy-
naphthalene~6-sulfonic acid in the presence of
38 parts of scdium carbonate in about 200 parts
by volume cf water. During the coupling oper-
ation 100 parts of sodium chloride are gradually
added. The precipitated product is filtered by
suction and dried; it is a dark-brown powder.
The dyestuff corresponding with the following
formula:

SO0:H
OH

/7

Cl

S
"8

Chrome~tanned calf is neutralized in known
manner, well rinsed and dyed at 60° C. for 1 hour
with 3 per cent. of the above dyestuff. After
addition of formic acid the dyed leather is greased
in a fresh bath and finished in the usual manner.
It is well dyed in the grain a bluish-brown tint
and may be buffed without changing its tint.

By replacing the 22.25 parts of 2-chloro-1,4-
diaminobenzene-6-sulfonic acid by the corre-~
sponding gquantity of 2-bromo-1,4-diaminoben-
zene-6-sulfonic acid, a dyestuff of similar prop-
erties is obtained.

(2) 18.8 parts of 1,4-diaminchenzenesulfonic
acid, dissolved in the equivalent amount of dilute

- caustic soda solution, are suddenly mixed, while
cooling, with 25 parts by volume cf crude hydro-
chloric acid. 6.9 parts of sodium nitrite in an
aqueous solufion are then run in at 0° C. with
addition of a stabilizing agent, such as naphtha-
lenesulfonic gcid. The filtered diazo-solution is
gradually combined with a solution of 24 parts
of 2-amino-8-hydroxyunaphthalene-6-sulfonic
acid in 600 parts by volume of N-sodium carbon-
ate solution. The dyestuff is precipitated with
sodium chloride, filtered by suction and dried.
It is a dark-brown pcwder which dyes leather
bluish-brown tints.

(3) 14.25 parts of chiloro-14-diaminobenzene
are dissolved in 300 parts of sulfuric acid of 5 per
cent. strength and the solution is gradually di-
azotized at 10° C. to 15° C. with 6.9 parts of sodium
nitrite. The filtered diazc-solution is gradually
run into a solution of 27.1 parts of 2-amino-
8-hydroxynaphthalene-3,6-disulfonic acid in 400
parts by volume of 2N-sodium carbonate solu-
tion. The dyestuff is salted cut. In the dry
state it is a dark-brown powder which dyes
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leather well in the grain Dbluish-brown tints.
The dyestuff has the following formula:

ol oH
N
NH:
H;N— N=N—|
H0s5” S0sH

(4) By substituting in Example 1 for the 32
parts of 2-phenylamino-8-hydroxynaphthalene-
6-sulfonic acid 25.3 parts of 2-methylamino-8-
hydroxynaphthalene-6-sulfonic acid and work-
ing up the product as usual, a dyestuff of similar
properties is obtained. :

(5) 20.2 parts of 2-methyl-1.4-diaminoben-
zene-6-sulfonic acid are diazotized in the usual
manner and coupled as described in Example 1
with a solution of 26.7 parts of 2-ethylamine-8-
hydroxynaththalene-6-sulfonic acid. The dye-
stuff, isolated in the usual manner, is a brown
powder which dyes leather well in the grain
brown tints.

(6) By combining a diazo-solution obtained
in the wusual manner from 21.8 parts of
2-methoxy-1,4-diaminochenzene~6-sulfonic acid
with 35 parts of 2~(4’-methoxyphenylamino) -8-
hydroxynaphthalene~6-sulfonic acid, a dyestuff
is obtained which dyes leather in the grain blu-
ish-brown tints.

By substituting for the 2-(4’-methoxyphenyl-
amino) - 8 - hydroxynaphthalene - 6 - sulfonic
acid 34 parts of 2-(4’-methylphenylamino)-8-
hydroxynaphthalene-6~sulfonic acid or 35.5 parts
of 2 - (4’ - chlorophenylamino) - 8 - hydroxy-
naphthalene-6-sulfonic acid, dyestuffs of similar
properties are obtained.

The following table indicates a number of
other azo-dyestuffs which can be made by this
invention:

(1) 2,6 - dichloro - 1,4 - diaminobenzene—2-
amino - 8 - hydroxynaphthalene - 3,6 - di-
sulfonie acid.

(2) 1,4 - diaminobenzene - 2,6 - disulfonic acid—
2 - phenylamino - 8 - hydroxynaphthalene-
6~sulfonic acid.

(3) 2,6 -~ dibromo - 14 - diaminobenzene—2 -
amino - 8 - hydroxynaphthalene - 3,6 - di-
sulfonic acid.

(4) 2 - ethoxy - 1,4 - diaminobenzene - 6 - sul-
fonic acid—2 - phenylamino - 8 -~ hydroxy-
naphthalene-6-sulfonic acid.

(5) 2 - methoxy - 1,4 - diaminobenzene - 6 - sul-
fonic acid—2 - phenylamino ~ 8 - hydroxy-
naphthalene-6-sulfonic acid.

(6) 2 - methyl - 1,4 - diaminobenzene - 6 - sul-
fonic acid—2 - phenylamino - 8 - hydroxy-
naphthalene-6-sulfonic acid.

The dyestuffs obtained penetrate deeply into the

legther and yield brown shades.

We claim:

1. The monoazo-dyestufis of the following gen~
eral formula:

Xy
AN

HzN—C>—N=N\

X3

OH
/NH.Z

HOs” v

wherein X1 stands for one of the group consisting
of halcgen and SOsH, X: for one of the group
consisting of hydrogen, halogen, alkyl, alkoxy and
SOzH, Y means a. member of the group consisting
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of hydrogen and SO:H, and Z a member of the
group consisting of hydrogen, alkyl and a radical
of the benzene series, and wherein the dyestuff
contains at least two sulfonic acid groups, being
brown powders, easily soluble in water, penetrat-
ing deeply into the leather and yielding brown
shades.

2. The monoazo-dyestuffs of the following gen-
eral formula:

S O:H _
~_. OH
FN— N==N.
’ Q N NE.Z
X

HOs”

wherein X2 stands for one of the group consisting
of hydrogen, halogen, alkyl, alkoxy and SO:;H
and Z means & member of the group consisting of
hydrogen, alkyl and a radical of the benzene
series, being brown powders, easily soluble in
water, penetrating deeply into the leather and
vielding brown shades.

3. The monoazo-dyestuffs of the following gen-
eral formula:

5 OsH

\ .
HyN— —IN=N,
MO AN e S
7
X
HO0s8”

wherein Xq stands for one of the group consisting
of hydrogen, halogen, alkyl, alkoxy and SO:H,
being brown powders, easily soluble in water,
penetrating deeply into the leather and yielding
brown shades.

4. The monoazo-dyestufl of the following for-
mula:

802
N OH
H:N— N=N.
D e D
Cl

H0:8”
being & dark-brown powder, easily soluble in
water, penetrating deeply into the leather and
yielding biuish-brown shades.

OH

5. The monoazo-dyestuff of the following for- '

mula:

S 0:H
0

H
e

being a brown powder, easily soluble in water,
penetrating deeply into the leather and yielding
brown shades.

6. The moenoazo-dyestuff of the following for-
mula:

10587

S03:H

oH
N
]
OH,
H0ss”

being a brown powder, easily soluble in water,
penetrating deeply into the leather and yielding
brown shades.
ERICH FISCHER.
WALTER GMELIN.,
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