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Our present invention relates to hydrazine sul- zo-carbazole-3-carbonyl) ~amino-aryls, . (2-hy-
phonates of the diarylamine series, more par- droxy~anthracene-3-carbonyl) ~amino-aryls.
ticularly to those corresponding to the probable These dyeing preparations yisld, when applied
general formula- - in an alkaline mediwm to fibers, by steaming only,

] . . e . ingoluble azo-dyestuffs on the fibers. .
5 X——NH——R—.L.Jﬂ—NZ—z——S&——alkah—metal Such applying to the fibers consists in dyeing 60:
wherein X means a naphthalene nucleus or a according to the one-bath-method or in print-
vadical of the benzene serics which may contain ing. The dyebath or the printing paste or also
in the para-position {c the MH-group a further. the powderous dyeing preparations themselves
— NH—NH-—SO3—alkali-mmetal group and R are advantageously mixed with dyeing assistants 65:
means a radical of ths henzene series. having wetting, emulsifying or solvent properties, )

As substituents of the benzene radicals may of also with the additional agents customary in
be specifically named: alkyl, alkoxy, aryloxy, using nitrosamine-printing colors, as, for .in-
alkylmerkapto, aroylamino, halogen, nitro, aryl- stance, chromate. Furthermore, sulphur is ad-~
sulphonyl, arylaminocarbonyl. . vantageously added’ to the printing paste. 70

These compounds are produced by treating the Therehy, in some cases, the quickness and the
corresponding diazo- or bis-diazo-diarylamine cvenness of the dyestuff formation is favorably
sulphonates with a.suitable reducing agent or by infiuenced.
reducing the corresponding diazo- or bis-diazo- Tn order to further illustrate our invention the
diarylamines in the manner described in Journal following exsmples are given, the parts being by 15
of the Society of Dyers and Colerists, 1921, page 7. weight and all temperatures in centigrage de- %

They are of a greab value for the production grees; but we wish if, however, to be understood
of azo-dyestuffs. Por this purpose they ave ad- that we are nob limited to the particular condi-
vantageously first mixed with combining com- tions or gpecific products mentioned therein.
ponents containing a hydroxy_' or an O.—glka.‘ti'~ . o Example 1 80
metal group whereof the adjscent position is
capable of attaching an aryl-aze-groun. 'The
compositions of matter thus produced are then
brought onto the fibers in the presence of an
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32.9 parts of the sodium salt of 4’-methoxy-
-diphenylamine-4-diazosulphonic acid (obtained
according to U. 8. Patent Mo. 1,857,410) are sus-
P 4 7 B i o o . ~
30 alkali and the goods thus treated are thereafter pended in a solution of 14 parts of calcined so- gy
e ; A dium carbonate in 500 parts cf water and reduced
subjected to a steaming operation. by introducing siowly at 60-65° 20 parts of sodi
: mbini nts of the aforesaid kind - : . P . e
As ioq?lfizg C{éml}; O;echsn(ifwgiz‘;iiq&;? 1:11;_1 umbydrosulphite. The reduction 'is finished
may ©€ narmea. yers JRRDALRACHE, 15 07 when the reaction mass is dissolved and decolor-
clear substitution products as, for insiance, ar0¥l~  jzad  Then the 1iass is filtered warm and the
1 3 naphthalens ~hydroxy-nash- o a1 g o A
35 ammo—hydroxynaiyhuhal?nus, 4(2 hydroxy nafﬁ sodium salt of the 4’-methoxy-diphenylamine- 90
 thalene-3-carbonyl) -amino-aryls (as descrl:oed 4-hydrazine-sulphonic acid precipitated from the
in U. 8. Patents No. 1,16},111 and No. 1,140,74D, fltrate by salting in form of colorless needles. It
(8-halogen or 6-arylaminé-2-hydroxy-naphtha- is worked up as usual. It corresponds to the
lene-3-carbonyl) -amino-axryls (see German Pal- probable formula: : 05

40 ont No. 396,519 and British Patent Ho. 330,349),

derivatives of 1-hydroxy-naphthalene-4-car- CH3~—O—<}NH—< >—NH—NH—S0:;Na
boxylic acid (see U. 8. Patent No. 1,453,660), ’
as, for instance, 1-hydroxy-naphthalene-4-phe- 43.4 parts of a nearly colorless filtering cake of a
nyl-ketone, compounds containing an acidic’ content of pure substance of 59.9% are thus ob- 440

o
&

methylene group capable of being combined with tained.
- diazocompounds, as, for instance, pyrazolones Ezxample 2

fvati ~ket 1 for insta : . 3 .
and derivatives of g-ketonaldenyde, for instance, 42.9 parts of the sodium salt of diphenylamine-

- aceto-acetyl-amino-aryls and di-(aceto-acetyl- 4 4/.tetrazosulphonic acid are suspended in a
50 amino) ~aryls (see U. S. Patents Wo. 1,594,864, mixture of 490 parvs of water and 30 parts of
No. 1,594,868, No. 1,584,867, Wo. 1,580,709, No. glacial acetic acid; at 556-60° 50 parts of zinc dust
1,634,090, dihydroxy-quinclines (see U. S. Pat- are added whereby the reaction mass is dissolved
ents No. 1,820,639, No. 1,846,073 and No. 1,846,074, with decolerization. The solution is rendered
British Patent No. 832,840), (2-hydroxy-carba- weakly alkaline by means of sodium carbonate,
zole-3-carbonyl) ~-amino-aryls, (2-hydroxy-ben~ filtered warm and the sodium salt- of the diphe-
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nylamine-4.4’-dihydrazine-sulphonic acid is pre-
cipitated from the filtrate by salting in form of

fine feebly colored needles. It corresponds prob-
ably to the formula: .

Na-§ Os—NH—NH—QNH—Q—NH—NE—SOs—Na

After working up as usual 104 parts of a feebly
colored paste containing 21.5% of pure substance
are obtained,

: Example 3

To a diazosolution, prepared as usual from 16.7
parts of 4-amino-2.5~dimethoxy-2’.4’-dinitrodi-

phenylamine, 25 parts of hydrochloric acid of 20° o
'Bé., 300 parts of water and 4 parts of sodium ni-

trite, 15 parts of hydrochloric acid of 20° Bé. are
added, and the mass is cooled down to 0° and
mixed at 0 to +-2° with a solution of 7 parts of
sodium hydrosulphite in 20 parits of water.
Thereby the color of the solution which is at first
yellow turns to light red-brown, sulphurous acid
is disengaged and ths sodium salt of the 3.5-di-
methoxy - 2’4" ~ dinitrodiphenylamine-4- hydra-
zine-suiphonic - acid wpartially precipifates. It
corresponds to the probable formuls

OCH;
id

0sN— —NH— —NH~-NH--80;Na
\E\TOz O/Cﬂs

The precipitation is completed by salting and the

sodium- salt of the hydrazine sulphonic acid is

worked up as usual. 22 parts of a light red-

brown paste containing 50.2% of pure substance

are thus obtained.

In an analogous manner the cory eqpondincr hy-
drazine-sulphona es are obtained by starting from
other 4-amino-diarylamines of the above men-
tioned kind, as for instance:

4-amino-3’-chloro-diphenylamine, 4-amino-2'~
methyl-diphenylamine, 4-amino-4’-methylmer-
kapto-diphenylamine, 4-gmino-4’-benzoylamino-
diphenylamine, 4-amino-3-(4’-methyl-benzene-
sulphonyl) -diphenylamine, 4-amino-3’-(phenyl
amino-carbonyl) -diphenylamine, .- 4-amino-4'-
nitro-diphenylamine, 4-aminoc-2.5~-dimethoxy-2’~
nitro - 4’ - chloro - diphenylamine, 2-(4'-amino-
phenyl-amine) -naphthalsne.

All the dyestuils desecribed in the table of U. S
Patent 190. 1,920,542, may also be prepared 'ECCOI‘_d-

ing to our present invention if the diazo-sul-

phonates mentioned in the said table are replaced
by the corresponding hydrazine sulphonates
claimed in the present application.

Since an object of the present invention is to

prepare intermediates for the production of dye- -

stuffs of good fastness properties which dyestuffs

1,982,152 ST

are insoluble in water and alkalies, it is to be un-
derstood that the aromatic nuclei of the general
formule appearing in the appended claims con-
tain no substituents as are known to render or-
ganic compounds solubie in water or alkalies and
to tend to depreciate the fastness of the dye-
stuff to alkalies. Substituents of this kind are
the sulphonic acid, the carboxylic a(nd and the
hydroxy group.

We claim:

1. The hydrazm°-sulphonates of the diaryl-
amine series corr emondmg to the probable gen-
eral formula: :

K NH—R—NH—NH—803—alkali-metal

wherein X means a naphthalene nueclsus or a
radical of the benzene series which may contain
in the para-~position to the NH-group a further
—NH—NH—S803—alkali-metal group and R
means a radical of the benzene series, which com-
pounds represent when dry yellowish to brown-
ish powders and are valuable intermediates for
the production of azodyestuffs.

2. The hydrazine-sulphonates.: of the diaryl-
amine series corresponding to the probable gen-
eral formula:

30"
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YO—NH—@—NH—NH—SOs—alkali~metal

wherein the benzene nuclei may contain alkyl, 105
alkexy, aryloxy, halogen or nitro substituents and
¥ means hydrogen or one of the aforesaid sub-
stituents or a second

H H

(- 119

—N-—N-—50;3;— alkali metal
group, which compounds represent when dry
vellowish to brownish powders and are valuable
intermediates for the production of azo-dyestuffs.
3. The 4’-methoxy-diphenylamine - 4 - hydra- 115
zine~sulphonate of the probable formula

cnw—O—NH—Q—NH—NH—SOaNa

which compound represents nearly colorless crys- 120
tals and is a valuabkle intermediate for the pro-
duction of azo-dyestuffs. .

. 4, The diphenylamine-4.4'- dihydrazine - sul-
phonate of the probable formula

Nn—SOa—NH—NHO—NH—Q—NH—NH—SOs—Na

which compound represents feebly colored needles
and is a valuable intermediate for the production
of .azo-dyestuffs.
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