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The present Invention relates to complex chro-
mium compounds of azo dyestufls.

I have found that valuable complex chromium
compounds of azo dyestufis are obtalned by treat-
ing in substance azo dyestuffs of the formula
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wherein the nuclel marked I and II may contain
further substituents, with apgents capable of
yielding chromium.

The starting materials are obtainable by di-
azotizing an ortho-aminophenol which preferably
contains at least one additional substituent, such
as halogen or a nitreo, alkyl, alkoxy or sulfonic
acld group, and combining the diazo compound
with 2-aminonaphthalene-3-carboxylic acid or a
substitution product thereof being free in the
1-position. Sultable coupling components are for
example 2-aminonaphthalene-3-carboxylic acld-
5- or 6-sulfonic acid.

The complex chromjum compounds may be
prepared by heating the metal-free dyestuff with
a chromium compound, €. g. chromic formate or
chromic chloride, In aqueous or organic sclution
or suspenslon, If desired under superatmospheric
pressure. The chromium may also be introduced
into the azo dyestuffs by heating them in a melt
prepared from a carboxylic acld amide or the
ammonium salt of a carboxylic acid and contain-
ing a compound of trivalent chromium.

The complex chromium compounds thus ch- °

talned by chromination In substance, i. e. In the
absence of fibres, are characterized in that they
contain one atom of chromium for each molecule
of the dyestuff, Chromination on the fibre, how-
ever, leads to the formation of chromium com-
pounds containing two atoms of chromium for
three molecules of the dyestuff.

The new complex chromium compounds, pre-
pared {n substance, are capable of dyeing animal
fibres, e. g. wool or silk, or synthetic fibres having
the properties of animal flbres, clear green shades.
The dyeings are very level and excellently fast
to light, water, perspiration, steam and hot-iron-
ing. Chrome-tanned leather is dyed deep green

shades which are very fast to washing and water, ’

The complex chromium compounds derived from
dyestuffs free from sulfonic acld groups or the
salts prepared from chromium compounds of dye-
stuffs containing sulfonic acid groups and or-
ganlc bases may be used for dyeing cellulose ester
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lacquers, plastic compositions or acetate artificial
silk spinning solutions.

The following examples will further illustrate
how my Invention may be carrled out in practice.
The invention, however, {s not restricted to these
examples. The parts are by welght.

Example 1

234 parts of l-amino-2-hydroxy-3-nitroben-
zene-3-sulfonic acid are diazotized in the usual
manner at 15° C. The diazo solution is then ren-
dered acld to litmus by adding thereto 15 parts
of sodium acetate. A weakly alkaline solution of
205 parts of 2-aminonaphthalene-3-carboxylic
acld, heated to 75° C, is allowed to flow into the
diaZo solution, the whole heing kept at 50° C unti!
coupling is completed. The azo dyestuff formed
1s salted out, filtered off and washed. The dye-
stuff is admixed with water to form 2 paste, the
latter being heated with a chromium formate
solution, containing 20 parts of chromic oxtde and
20 parts of formie acid, for 4 hours to 130° C
under superatmospheric pressure. The complex
chromium compound deposits in the form of o
dark powder when allowing the reaction mixture
to cool. Tt dyes wool and silk elear green shades
of good fastness,

A slmilar dyestuff ylelding somewhat bluer
shades may be prepared in the same manner from
the aZo dyvestuff derived from diazotized 1-amino-
2-hydroxy-5-nitrobenzene-3-sulfonic arid and
the same coupling component,

Example 2

The diazo solution obtalned from 15.4 parts of
1-amino-2-hydroxy-4-nitrobenzene is added In
acetlc acid solution at 50° C to a solution of 30
parts of 2-aminonaphthalene-3-carboxylic acid-
6-sulfonic acid, The azo dyestuff formed is salted
out, flltered off by suction and dried, It ig dis-
solved in 250 parts of formamide at 110° C. 27
parts of chromic chloride (CrCli6H20) are
added, and the melt is heated to 120° C for 2
hours and te 130° C for one further hour. The
whole is then poured Inte water whereby the
chromium contafning dyestuff is precipitated out.
It dyes chrome-tanned leather clear green shades
of good fastness to washing and water. Wool and
silk are dyed vivid green shades.

Similar dyestuffs are obtained when employing
1-amino-2-hydroxy-4-nitro - 5 - chlorhenzene or
l-amino-2-hydroxy-3-nitrobenzene - 5 - sulfonic
acid as diazo components.
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