United States Patent

(19]

nn o 3,743,477

Egli et al. (451 July 3, 1973
{54] PROCESS FOR RESERVING TEXTILES OF 3,206,328  9/1965 Shaw et al. .c..ccoouvureirienn. 117/138.8
:;‘:}J:g; P%‘;YAé“'DE FIBRES AN'}’{ OF FOREIGN PATENTS OR APPLICATIONS
C FIBRES DYEABLE WITH ACID 842,415 7/1960  Great Britain
DYES 209723 3/1925 Great Britain ....ooocccovrevrorrrrns 8/1.2
[75] Inventors: Hermann Egli, Basel; Hermann
Ulshifer, Allschwill, both of OTHER PUBLICATIONS
Switzerland Bird, Theory & Practice of Wool Dye., 1963, p.
. . 154-155.
[73] Assignee: Sandoz Ltd., Basel, Switzerland Elliot et al., Text. Manuf., Oct. 1943, p. 445.
{22] Filed: June 24, 1968 Porset, Text. Colourist & Fin., Dec. 1964, p.511-516.
(211 Appl. No.: 739,214
Primary Examiner—George F. Lesmes
) L L. Assistant Examiner—Patricia C. Ives )
(301 Foreign Application Priority Data Attorney—Gerald D. Sharkin, Thomas C. Doyle
July 3, 1967 Sweden.......occceevveeininninnnnn, 9429/67 et al.
[52] US. Cleceoeeeeeeeees 8/66, 8/1 B, 8/21 B, ABSTRACT
8/25, 8/15, 8/115.5 (571 S ) ;
(51] Int.Cl..... D06p 3/16, DO6p 3/18, DO6p 5/12 A process for the reservation of natural polyamide
[58] Field of Search ...................... 8/17, 66, 15, 1.2,  fibres against anionic dyes and acid dyeable synthetic
8/163, 115.5 fibres, which process consists of applying a solution or
dispersion of one or more colourless, fibre-reactive
[56] References Cited compounds to areas of a material (composed by such
UNITED STATES PATENTS fibres) that are to be rf:served, and .ﬁxing the com-
pound or compounds prior to coloration of the mate-
3,278,253 10/1966  Weckler et al. .... ... 8/17 rial
3,265,461 8/1966 Wetzel......oocoooevecinirieicincieinnn 8/84 ’

6 Claims, No Drawings



3,743,477

1

PROCESS FOR RESERVING TEXTILES OF
NATURAL POLYAMIDE FIBRES AND: OF
SYNTHETIC FIBRES DYEABLE WITH ACID DYES

This invention relates to a process for the local reser-
vation against anionic dyes of textiles made of natural
poiyamide fibres and of textiles of synthetic fibres dye-
able with acid dyes, which process consists in impreg-
nation of the fibre with colourless fibre-reactive com-
pounds and fixation of the impregnation.

It has been found that natural polyamide fibres and
synthetic fibres dyeable with acid dyes (c.f. Colour In-
dex, Second Edition, 1956, Volume I, pages 1,001 —
1,404) can be locally reserved against anionic (acid)
dyes by impregnating the areas intended for reservation
with a liquor or a paste containing one or more colour-
less fibre-reactive compounds and then fixing the im-
pregnation.

The term “natural polyamlde fibres” refers in partic-
ular to filaments, yarns, woven fabrics or knitted goods
of wool or silk. Under “‘synthetic fibres dyeable with
acid dyes” are understood the aforenamed textile
forms of synthetic polamide fibres, e.g. nylon 6, 7, 11,
66, 76, 226, 610 and 6/66, of basic modifted polypro-
pylene and of basic modified polyacrylonitrile and ac-
rylonitrile copolymer fibres.

The colourless fibre-reactive compounds employed
for impregnation contain a colourless organic radical of
any desired type which may bear substituents and/or
hetero atoms, is preferably not appreciably volatile at
100°C, and has attached to it a group which reacts
readily with a nitrogen atom of the textile material for
reservation. Suitable compounds of this type include
heterocyclic compounds having 1 or 2 exchangeable

halogen atoms, for example those of the formulae
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Y for H, F or Cl; Z for an unsubstituted amino group,
an amino group substituted by one or two alkyl groups
with one to four carbon atoms, or an alkoxy group with
one to four carbon atoms; n for 0, 1, 2 or 3; and R for
an alkyl group having one to.four carbon atoms; and
where the —SO;H and —COOH groups are attached to
the aromatic nucleus at positions other than those
ortho to the oxygen or imino bridge member and the
aromatic nuclei may be substituted by, for example,
halogen atoms or nitro, cyano or alkyl groups having
one to four carbon atoms. Other suitable compounds
are those which contain sulphonyl groups and double
bonds ‘capable of addition or groupings capable of
forming double bonds; examples are compounds of the
formulae

V —-80, — CH, — CH; — O

V — 80, — CH =CH,,

V — 80, — NH — CH; — CH, — O — SO;H and
.V — 80, — NH — CH, — CH, — (I, ‘
where V represents a phenyl radical which may be sub-
stituted by, e.g., —Cl or —CH;, and compounds con-
taining aliphatic groups and a double bond capable of
addition or an exchangeable halogen atom, e.g. those
of the formulae

- -SO;H,

X—C0—CH:==CH;, X—CO0—C=ClI,
]IIal
X—C0—C=CHz, X—CO-—-CH==CH—Ilal,
CH;
X—CO—C=CH—Ca,
Ilh]
= H—Hal,
CH;

X—C 0=-C1L~Tlal,

X—CO—CIH:=C—CHs,

Hat

N—-CO— X—CO—CH:-CH—CH,—Tal,

X—CO—CH—CHa—Hal

and )
X—CO—CH—CH.—MHal,

' Hal’

where X has one of the aforestated meanings and Hal
represents a chlorine or bromine atom.

For the process of this invention compounds contain-

ing one carboxylic or sulphonic acid group are pre-
ferred. Compounds with a pyrimidine nucleus are very
stable to hydrolysis in neutral and alkaline medium. Cy-
anuric acid derivatives react extremely rapidly, while
trifluoropyrimidyl derivatives are particularly suitable
for the reservation of natural polyamide fibres. In se-
lecting suitable colourless fibre-reactive compounds,
the textile colourist will be guided by these known cri-
teria.
- The areas of the textile substrate treated with these
colourless fibre-reactive compounds, besides being re-
served against anionic dyes, generally exhlblt increased
dyeability with basic dyes.

If the compounds are applied by a printing process,
the known method of print paste preparation for dyes
is employed. Water-insoluble compounds are applied
in aqueous dispersion. For this purpose they are prefer-
ably ground to an average particle size of about 0.1 to
10 microns or more particularly 0.1 to 5 microns, if
necessary in the presence of dispersing agents or fillers.
For example, the dry compounds can be ground with
a dispersing agent and if required fillers, or alterna-
tively it can be kneaded in paste form with a dispersing
agent and subsequently vacuum or jet dried.
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It is advisable to add an acid-binding agent, such as
sodium or potassium carbonate or bicarbonate, to
preparations of compounds containing reactive halo-
gen, so that the hydrogen halide liberated in fixation is
immediately neutralized.

One of the commonly used thickening agents is nor-
mally included in the padding liquor or printing paste,
for example modified or unmodified natural products,
such as sodium alginate, British gum, gum Arabic, crys-
tal gum, locust bean gum, gum tragacanth, starch,
carboxymethyl-cellulose or hydroxyethyl-cellulose, or
synthetic products, such as polyacrylamides or polyvi-
nyl alcohols.

The padding liquor or printing paste may contain the
colourless fibre-reactive compounds in amounts of up
to about 150 parts per 1,000 parts. Fixation is effected
preferably in a moist atmosphere at room temperature
for periods of up to about 20 hours, or between 25° and
95°C for 2 hours, or between 95° and 130°C for about
15 minutes.

Polyamide materials treated with the colourless fibre-
reactive compounds can be dyed with anionic dyes; the
areas of the material treated with the compounds then
remain undyed or are dyed to lighter depth than the re-
maining material, depending on the degree of reserva-
tion imparted by the treatment. The best reserve effects
are obtained against anionic dyes bearing two or more
sulphonic acid groups; in fact 100 percent reservation
of synthetic polyamide fibres can be obtained against
this type of dye. A step by step decrease in the degree
of reservation is obtained with dyes bearing only one
sulphonic acid group and with premetallized dyes. This
process of reservation has no effect on disperse dyes
which give the normal effects obtained with this class,

“whereas basic dyes dye the reserved areas of polyamide
material to greater depth than the unreserved sub-
strate. When fibre-reactive compounds containing one
or more acid groups are employed for reservation, the
material can be subsequently dyed with anionic dyes
and then with basic dyes to produce two-colour effects,
since the latter class preferentially dyes the areas re-
served against anionic dyes. The reverse procedure is
of course practicable, with the basic dyes being applied
first to dye the reserved areas, followed by anionic dyes
to fill in the remaining material. Dyes of these two clas-
ses can be applied from the same bath if desired.

In the following Examples the parts and percentages
are by weight and the temperatures in degrees centi-
grade.

Example 1

Carpet yarn of texturized nylon 66 fibre is locally im-
pregnated with a paste of the following composition at
a pressure giving a 100 percent increase over the dry
weight on the impregnated areas:

10 parts sodium alginate thickening

40 parts sodium carbonate, anhydrous
- 840 parts water,

9 parts octylphenyl-petaglycol ether,

1 part of modified sodium alkylsulphate

40 parts 8-naphthoxy-dichlorotriazine dispersed with

60 parts sodium dinaphthymethanedisulphonate.

Before application the paste is vigorously stirred until
homogeneous. The impregnated yarn is stored for 2
hours at room temperature (20°-25°) and then rinsed
with. cold water. It is tufted in a jute fabric and the
tufted carpet exhaustion dyed with two dye mixtures,
one of C.I. 11855 Disperse Yellow 3 and C.I. 17045
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Acid Red 37, the other of C.I. 61505 Disperse Blue 3
and C.I. 17045 Acid Red 37. In this way a two-colour
dyeing is obtained.

Example 2

A printing paste of the following composition:

30 parts sodium alginate thickening
- 40 parts sodium bicarbonate, anhydrous

804 parts water,

6 parts modified sodium alkylsulphate

30 parts B-naphthoxy-dichlorotriazine dispersed with

90 parts sodium dinaphthylmethanedisulphonate .
is applied to a nylon 66 fabric by the Vigoureux process
at a coverage of 50 percent and a pressure giving a 100
percent increase over the dry weight on the printed ar-
eas. Prior to application the paste is vigorously stirred
until of homogeneous consistency. After printing, the
fabric is treated in a saturated steam atmosphere for 10
minutes at 105° to fix the impregnation and then rinsed
with cold water.

The fabric, thus locally preserved against anionic
dyes, is cut into five equal parts and these are dyed, re-
spectively, with the following dyes:

1% C.I. 17045 Acid Red 37 (2 sulphonic acid

groups),

1% C.I. Acid Red 57 (1 sulphonic acid group),

1.5% C.I. Acid Red 216 (premetallized dye),

1% C.I. Disperse Red 43 (disperse dye),

1% C.I. Basic Red 44 (basic dye).

The length of fabric dyed with C.1. 17045 Acid Red
37 after rinsing and drying, is left practically undyed on
the reserved areas. In the piece dyed with C.I. Acid Red
57 the reserved sites are dyed to light depth, and in the
piece dyed with C.I. Acid Red 216 to slightly heavier
depth. The cutting dyed with C.I. Disperse Red 43 ex-
hibits no depth difference between the reserved and
unreserved areas. In that dyed with C.I. Basic Red 44

the reserved areas are dyed to greater depth than the
unreserved.

Example 3

A printing paste of the following composition:

30 parts sodium alginate thickening

40 parts sodium bicarbonate, anhydrous

790 parts water

18 parts octylphenyl-pentaglycol ether

2 parts modified sodium alkylsulphate

30 parts 8-naphthoxy-dichlorotriazine dispersed with

90 parts dinaphthylmethane disulphonate
is printed on nylon 6 yarn by the Vigoureux process at
a coverage of 25 percent and a pressure giving an in-
crease of 100 percent over the dry weight on the
printed areas. Before application the paste is vigorously
stirred until homogeneous. The printed yarn is treated

_in a saturated steam atmosphere for 10 minutes at 105°

and then rinsed with cold water. Equal parts of the yarn
are exhaustion dyed from one bath with two dye mix-
tures, one of C.I.. 11855 Disperse Yellow 3 and C.I.
61125 Acid Blue 23, the other of C.I. Disperse Blue 2
and C.I. 17045 Acid Red 37. In both lots of yamn the re-
served areas are dyed by the disperse dye alone, whilst
the unreserved areas are dyed by the disperse and acid
dyes. In this way two-colour dyeings are obtained.
Example 4
A printing paste is prepared with:

40 parts silicone thickening

20 parts sodium bicarbonate, anhydrous

804 parts water

6 parts modified sodium alkylsulphate
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40 parts phenoxy-dichlorotriazine dispersed with

90 parts sodium dmaphthylmethanedlsulphonate

After homogenization by vigorous stm‘mg the paste
is prmted on a nylon 66 fabric at a pressure giving a 100
percent increase over the dry weight on the printed ar-
eas. The impregnation is fixed in a saturated steam at-
mosphere for 5 minutes at-100° and the fabric then
rinsed with cold water. It is dyed by the normal exhaus-
tion method with the basic dye of the formula -

0 NH-CH;

Y
o}

OH
é 3]
NH--CH2 H—CHz—Ilq'—(CHa)z
NH;

On the treated areas the fabric is dyed to considerably
greater depth than in the remaining substrate.
Example 5

A wool yarn is locally padded with a paste of the fol-
lowing composition at a 100 percent increase over the
dry weight on the impregnated areas:

10 parts sodium alginate thickening

50 parts sodium bicarbonate

830 parts water

9 parts octylphenyl-pentaglycol ether

1 part modified sodium alkylsulphate

40 parts B-naphthoxydichlorotriazine, dispersed in

60 parts sodium dmaphthylmethanedisulphonate

The paste is homogenized by v1gorous stirring before
application, and after padding the yarn is stored for 15
minutes at room temperature, then ringed with cold
water and dried. It is woven into fabric and this is ex-
haustion dyed with Acid Light Scarlet GL C.I. 23905
(Acid Red 145). On the impregnated areas the depth
of the dyeing is approximately 10 percent of that on the
untreated areas of the fabric.

A similar dyeing is obtained when in place of 50 parts
of sodium bicarbonate 50 parts of ammonium bicar-
bonate are used and the impregnation is fixed in a satu-
rated steam atmosphere for 15 minutes at 100°
Example 6
A paste is prepared with

5 parts sodium alginate thickening

30 parts disodium phosphate (anhydrous)

2 parts monosodium phosphate (anhydrous)

917 parts water

8 parts octylphenyl-pentaglycol ether

2 parts modified sodium alkylsuiphate

9 parts 2,4-dichloro-6-phenylamino-1,3,5-triazine,

dispersed with

27 parts sodium dmaphthylmethanedlsulphonate
and homogenized by vigorous stirring. It is printed on
carpet-yarn of texturized nylon 66 fibre at'a 100 per-
cent increase over the dry weight on the printed areas,
stored for one day at room temperature (20°-25°) and
then rinsed with warm and cold water. The treated yarn
is tufted on a jute backing fabric and exhaustion dyed
with a mixture of C.I. 11855 Disperse Yellow 3 and C.L
61125 Acid Blue 23. A two-colour dyeing with sharp
colour differentiation is obtained.

Example 7
A printing paste is prepared with the following addi-
tions and vigorously stirred until homogeneous:

10 parts sodium alginate thickening
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30 parts anhydrous disodium phosphate
2 parts anhydrous monosodium phosphate
921 parts water
24 parts octylphenyl-pentaglycol ether
6 parts modified sodium alkylsulphate
7 parts sodium 2,4-dichloro-6-phenylamino-1,3,5-
tnazme-4’-sulphonate
The paste is printed on a nylon 6 fabric by the Vigou-
reux process at a coverage of 25 percent and a pressure
giving a 100 percent increase over the dry weight on
the printed areas. The fabric is stored for 24 hours at
room temperature (20°~25°) and rinsed with cold wa-
ter. It is then exhaustion dyed with C.I. Acid Red 37,
which results in a pale red dyeing on the treated and a
dark red dyeing on the untreated areas.
Example 8
Carpet yarn of texturized nylon 66 fibre is lmpregnated
at a 100 percent increase over the dry weight on the im-
pregnated areas with a homogeneously stirred paste of
the composition:
5 parts sodium alginate thickening
30 parts anhydrous disodium phosphate
2 parts anhydrous monosodium phosphate
933 parts water '
8 parts octylphenyl-pentaglycol ether
2 parts modified sodium alkylsulphate
5 parts 2,4-dichloro-6-phenylamino-1,3,5-triazine,
dispersed with
15 parts sodium dinaphthyimethanedisulphonate.
The yarn is stored for 2 hours at 40°, rinsed with
warm and cold water, and dyed with C.L. 61505 Dis-
perse Blue 3 and C.1. Acid Red 37 to produce a two-
colour effect on the treated and untreated areas respec-
tively.
Example 9
Texturized nylon 6 yarn in package form is locally im-
pregnated with a homogeneously stirred liquor of the
following composition at a 100 percent increase over
the dry weight on the printed areas:
1 part sodium alginate thickening
30 parts anhydrous disodium phosphate
2 parts anhydrous monosodium phosphate
949 parts water
8 parts octylphenyl-pentaglycol ether
2 parts modified sodium alkylsulphate
7 parts sodium 24-dichloro-6-phenylamino-1,3,5-
triazine-4'sulphonate.
The yarn is stored for 2 hours at 40° rinsed with
warm and cold water, and exhaustion dyed with C.I
Acid Red 37 and the basic dye of the formula

NH—CH;

O Q OoH NH;

NII—CHz-—é} H—CH:——N—(CHa):

with the addition of a mixture of carboxymethylated
oleyldecaglycol ether and the condensation product of
2-stearyloxy-3-hydroxy-propyl-diethylenetriamine with
10 moles of ethylene oxide. The impregnated areas are
dyed dark blue, the untreated areas red.
Example 10
A printing paste is prepared with -

5 parts sodium alginate thickening

30 parts anhydrous disodium phosphate
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2 parts anhydrous monosodium phosphate

933 parts water

8 parts octylphenyl-pentaglycol ether

2 parts modified sodium alkyl sulphate

5 parts 2,4-dichloro-6-phenylamino-1,3,5-triazine 5
dispersed with

15 parts sodium dinaphthylmethanedisulphonate,

The paste is vigorously stirred until homogeneous

and printed locally on nylon 66 yarn at a 100 percent

increase over the dry weight on the printed areas. The

yarn is then treated for 4 minutes at 98¢ rinsed with

warm and cold water, and dyed in the normal way with

C.I. Acid Red 57. The treated areas are of pale red

shade; the untreated, dark red.

Example 11

A paste is prepared with

5 parts sodium alginate thickening

30 parts anhydrous disodium phosphate

2 parts anhydrous monosodium phosphate

944 parts water

8 parts octylphenyl-pentaglycol ether

2 parts modified sodium alkylsulphate

7 parts sodium 2,4-dichloro-6-phenylamino-1,3,5-
triazine-4’'-sulphonate.

The paste is vigorously stirred until homogeneous

and printed on nylon 6 yarn at a 100 percent increase

over the dry weight on the printed areas. The yarn is

treated for 4 minutes at 102° and rinsed with cold wa-

ter. It is woven into fabric which is exhaustion dyed

10

15

20

25

30

35
NH;

NII—CHz—C H—CH,—N—(CHj)
©

to give a tone-in-tone dyeing of varying strength.

Example 12

A printing paste is made up with

5 parts sodium alginate thickening

35 parts anhydrous phosphate buffer mixture giving
a pH value of 8

885 parts water

24 parts octylphenylpentaglycol ether

6 parts modified sodium alkylsulphate

45 parts sodium-2,4-dichloro- 6-phenylamino-1,3,5-
triazine-4'-sulphonate. -

It is vigorously stirred until homogeneous and printed

on wool yarn at a 100 percent weight increase on the

printed areas. The yarn is stored for 1 hour at 60°

rinsed with warm and cold water, and exhaustion dyed .

with a mixture of C.I. Acid Blue 23 and C.I. 18835

Acid Yellow 25. A two-colour dyeing with clear depth
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differentiation is obtained.

Example 13

Unweighted silk yarn is printed as described in Exam-
ple 12, treated for 10 minutes at 100° in a wet steam
atmosphere, and exhaustion dyed with C.I. Acid Red
145. The impregnated fibre sites are dyed to considera-
bly less depth than the remainder of the yarn.
Example 14

A paste of the following composition is prepared and
homogenized by powerful stirring:

5 parts sodium alginate thickening

30 parts anhydrous disodium phosphate

60
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5 parts anhydrous trisodium phosphate

24 parts octylphenyl-pentaglycol ether

6 parts modified sodium alkylsulphate

900 parts water

30 parts sodium 2,4-dichloro-6-phenylamino-1,3,5-

triazine-4'-sulphonate.

The paste is locally printed on a polypropylene yarn
rendered acid dyeable by chemical modification. The
yarn is steamed in wet steam for 15 minutes at 100°,
rinsed with warm and cold water, and exhaustion dyed
with C.I. Acid Orange 43. The treated areas are dyed
to pale depth; the untreated, to heavy depth.

Example 15
A paste of the following composmon

5 parts sodium alginate thickening

30 parts anhydrous disodium phosphate

5 parts anhydrous monosodium phosphate

24 parts octylphenyl-pentaglycol ether

6 parts modified sodium alkylsulphate

400 parts water and

30 parts sodium 2,4-dichloro-6-phenylamino-1,3,5-

triazine-4'-sulphonate
is homogenized by thorough stirring and printed on
yarn of modified acrylic fibre. The yarn is steamed for
15 minutes at 110° in saturated steam and then dyed
with C.I. Acid Orange 43. The treated areas are dyed
to considerably lighter depth than the untreated.

The following table contains further examples of dye-
ings with partial reservation on natural or synthetic
polyamide fibres, on basic modified polypropylene
fibres or on basic modified acrylonitrile polymer fibres.

. These dyeings are carried out according to the details

of Examples 1 to 15 and are characterized in the table
by the textile material employed, the substituents hal
and X in the reserving agent of the formula

hal

/N_é\
hal—O\/ \/N
N=(|J
X
and by the procedure used.
Table
Example Textile  hal Substituent X Procedure
No. material according
to Example
(V] (1) m . (1Iv)
16 wool yarn.  Br 4-lulphophenyhmino 12
17 nylon 66 ClI 3-methylphenylamino 8
18 nylon 66/6 Cl 4-methylphenoxy 4
19 nylon6 Cl 3 Iul hophenylamino 9
20 do. CI ygehenoxy 9
21 nylon 610 Cl 4-chlomp NOXY 4
22 nylon 11 CI 3-|ulphophenyhmmo i
23 nylon 66 Cl 4-|ulphomphthyl- -amino 9
24 do. Cl nﬁho—mphthoxy-z . 9
25 do. - Cl lulphouphdloxy-z 9
26 do.” Cl 4-|u 9
27 nylon6 - Cl 3¢ yhmmo 8
28 do. -ClI 4-methy hcnyhmino 8
29 do. ClI naphthoxy-1 3
30 do. CI 3-carboxyphenylamino 6
31 do. ClI 2,5-disul enylamino 7
32 nylon 66 Cl 2,4-dilulphophenyhmmo 7
33 wool yarn-  Cl 4-carboxyphenylamino 12
34 Cl 4-chloro enyhmino 5
35 nylon6 Cl -;\‘a‘lshomphthox 9
36 do. CI lphonnph xy-1 9
37 do. CI _£ honaphthyl-1-amino 7
38 do. Cl Mphonnphthyl-z- 7
39 nylon6 - Cl 5 7-duulphon|phthyl-l- 7
amino
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40 nylon 6/66  Cl 6-sulphonaphthyl-2-amino 7
41 nylon 66 Cl * N-methyl-N-phenylamino 8
42 nylon6 Cl N-ethyl-N-phenylamino :
43 do. Cl N-methyl-N-(6-sulpho-
naphthyl-2)-amino
44 nylon66 Cl N-ethyl-N-(3-methyl- 10
phenyl)-amino
45 do. CI N-methyl-N-(4-sulpho- 11
phenyl)-amino
46 nylon6  Br 4-gulphophenylamino 9
47 do. F do. 9
48 do. F Phenylamino 8
49 wool yasm  F do. 5
50 nylon6 Cl 4,6 8-trisulphonaph- 7
thyl-2-amino
51 do. Cl 3,6,8-trisulphonaph- 7
. thyl-1-amino
52 do. Cl 3,6,8-trisulphonaph- 7
thoxy-1
53 pP* (I 4-sulphonaphthyl-1-amino 14
54 PAN* CI 3-sulphophenylamino 15
55 nylon 66 Cl 3,5-disulphophenylamino 9

PP* = basic modified polypropylene yarn
PAN* = modified polyacrylonitrile yarn.

Having thus disclosed the invention what we claim is:

1. In a process for local reservation against anionic
dye of synthetic polyamide fibre dyeable with acid dye,
the improvement consisting essentially of (a) padding
or printing a solution of a compound to an area of the
fibre which is to be reserved and (b) fixing the com-
pound on the fibre prior to coloring said fibre; the com-
pound being of the formula

N
| Hal—N( 1-)(
A V4

1‘1&1
. wherein Hal is fluoro, chloro or bromo;
X is a group of one of the formulac

S0:H COOH

S0;H COOH
xR

S0O:H COOH
‘_O><\ -

(SO3H)p, (SO3H)q,
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—NH

(803H)n, COOH and

—0

COOH;

R is alkyl having from one to four carbon atoms, in-
clusive; :
nisl,2or3;and
wherein each HO,S— and each HOOC—group is
bound to an aromatic nucleus at a position other than
one ortho to an oxygen or imino bridge member;
and each aromatic nucleus is either further substi-
tuted or further unsubstituted, any substituent on
a further substituted aromatic nucleus being a
member selected from the group consisting of halo,
nitro, cyano and alkyl having from one to four car-
bon atoms. : , B
2. A process according to claim 1 wherein the syn-
thetic polyamide fibre is a nylon fibre. o
3. A process, according to claim 1, wherein the com-
pound is fixed on the fiber' by reacting the fiber-
reactive compound with a nitrogen atom -of the fiber.
4. A process according to claim 3 wherein fixing
comprises reacting the fibre-reactive compound with a
nitrogen atom of the fibre, whereupon hydrogen halide
is liberated, said fibre-reactive compound being sodium
2,4-dichloro-6-phenylamino-1,3,5 -triazine-4'-
sulfonate. - ,
5. A process according to claim 3 wherein fixing
comprises reacting the fibre-reactive compound with a
nitrogen atom of the fibre, whereupon hydrogen halide
is liberated, said fibre-reactive compound being sodium -
2,4-dichloro-6phenylamino-1,3,5 -triazine-2’,5'-

* disulfonic acid:
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6. A process according to claim 1 wherein the fibre

is in textile form.
* * * * *



