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This invention relates to a method for the
manufacture of printing colours, to the products
resulting therefrom, and to their uses in the art.

In the specification of patent No. — — the
applicant has described a method for the produe-
tion of printing colours which essentially consists
in grinding a siccative glycerophthalic rosin,
after which the so obtained pigmented enamel is
emulsifled In water. Owing to the fact that the
preparation of the emulsion takes place only
after grinding of the pigment with a solution of
the siccative glycerophthalic rosin, the pigment
is perfectly coated with the latter, which results
in giving decorative effects which are very fast
and resistant to washing as well as to rubbing.

In the specification of patent No. — -— a prac-
tical embodlment of the above mentioned method
has been described which consists in effect-
ing the grinding and emulsifying operations with
such proportions of the substances used that the
colour 1s obtained in the form of a concentrated
paste suitable for belng brought to the desired
viscosity when it is to be utilized by the addition
of diluents which do not destroy the emulsion.
In the above mentioned patent No. — — the
possibility of incorporating slccatives with the
printing colour efther in the course of the grind-
ing operation or during the diluation of the col-
our has also been provided for.

The present invention relates to novel changes
and improvements in the method according to
patent No, — —.

According to one of the improvements which
constitutes an object of the present inventlon, it
has been found by Messrs. André Durr and Rich-
ard Gardedieu In the laboratories of the appli-
cant that it was possible, by a judiclous selection
of the kind of rosin, to obtain printing colours
which can bhe dried under the broadest conditions
of time and temperature, while offering an excel-
lent resistance to rubbing and soaping and more
particularly to alkaline scaping under boiling
conditions.

When printing with a colour formed by an
emulsion in water of a pigmented glycerophthalic
rosin, the emulsion 1s destroyed: the water im-
pregnates the fiber and the plgmented glycero-
phthalic rosin remalns on the surface of the lat-
ter. When drying, the water leaves the flber and
passes through the rosin film which oxidizes and
which will continue to oxidize according to &
process which can be deslgnated by the name of
fixing. If, throughout the period of time during
which the water ls elimjnated, the glycero-
phthalic film remains sufficlently plastic, the ul-
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terior fixing of the latter causes the formation
of a smooth and homogeneous fllm on the surface
of the fiber; if, on the contrary, the film dries too
quickly, the elimination of the water crackles the
plgmented rosin film, and the Ailm, after fixing, is
coated with a more or less spongy layer; it is
easy to understand that under these conditions
the printing obtained resists less to rubbing than
that obtalned with a smooth and homogeneous
film.

Consequently, in order to obtain a maximum
registance it is necessary either to control the
drying and fixing conditions or to chootse kinds of
rosins which give a plastic film during’the whole
time the water is being eliminated irrespective of
working conditions, This latter result has been
obtained according to the present invention by
resorting to glycerophthalic rosins which when
exposed to air dry slowly in depth, and are of an
oil-long type, and more particularly to glycero-
phthalic rosins possessing these characteristic
features and which are produced from soya-bean
oil.

The products obtained according to the pres-
ent invention allow, after printing, of drying and
fixing under the broadest conditlons: exposing to
air for 20 to 48 hours will be sufftcient for giving
prints which resist rubbing and alkaline soaping
well; it will be possible, immediately after print-
ing to dry for a few minutes in a drying-room at
temperatures of 60 t¢ 100° C. in order to ellminate
the water and, before effecting a fixing operation,
to roll or pile up the printed pieces.

The specification of patent No. — — also
states as has already bheen mentioned above that
the glycerophthalic rosin is ground with a pig-
ment, possibly in the presence of solvent for this
rosin, and that the so obtained pigmented enamel
is emulsified in water. However, in the different
practical embodiments given in the said specifi-
cation, the rosin is always ground with the pig-
ment in the presence of a solvent; now, by the
present invention, another form of execution
may consist in submitting the mixture of rosin
and pigment to an intensive mechanical working
in the absence of a solvent until the pigment has
been sufficiently dispersed in the rosin; this me-
chanical working can be effected, for example, in
a calender. Then the dispersion of the pigment
in the rosin is emulsified in water.

However, the siccative glycerophthalic rosins
which are used for carrying out the invention as
described in the specification of Patent No.
can be prepared, as spetified, according to any
mown method; according to the indicatlons in
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Patent No. they must at least contain
radicals of phthalic acld, of glycerine and of
siccative fatty acld, but they also contain radi-
cals of other polybasic acids, of other polyalco-
hols, of monoalcohols or of monobasic acids other
than siccative fatty aclds. Now, it has been
found, according to the present inventlon, that
it 1s possible to replace the totallty of the glye-
erine by other polyalcohols such as glycol, penta-
erythrite, thicdiglyecol, butanediols, and tlie to-
tality of the phthalic acid by other polyacids
such as malele acid, succianic acid, citric acid,
while chooslng however, according to the cur-
rent technic of the manufacture of rosins of the
“polyalcohol-polyacid” kind, such proportions or
such mixtures of the sald bodies, that the prop-
erties of the rosing are similar to those of the
siccative glycerophthalic rosins. In a llke man-
ner, one would not depart from the scope and
spirit of the invention by using composite rosins
of the kind comprising polyalcohols, polyacids,
slccative fatty acids and other resinous sub-
stances, the properties of which are similar to
those of the siceative glycerophthalic rosins.
Several non-limitative examples will be glven.

Example I

100 parts of glycerophthalic rosin basically
composed of soya-bean oil the global composi-
tion of which obtains 609% of ¢il are ground in
the grinding mill, after an additlon of white spir-
it, with 10 parts of a plgment known on the mar-
ket under the name of “Monastral Blue BS" so
as to obtaln a pigmented enamel of the follow-
ing composition:

Parts
Rosin ol 100
White spirit_ . ________ .. 100
Monastral Blue B8__ e 10

This plgmented enamel {5 added llitle by 11t-
tle to a solution of:

Parts
Methylcellulose - ___________ 15
Triethanolamine _________________________ 6
Water - emmmm———— 135

A concentrated printing colour is thus obtalned
which may if desired be again passed through
a grinding mill.
stirring:

100 parts of xylene, and slowly
255 parts of water.

A printing colour is then obtained which Is ready
for use.

After printing, the fabric is dried for 5 min-
utes at 60-100° C, in order to eliminate the wa-
ter and is then piled up or rolled up.

The fixing can be obtained either by expos-
ing for 24 hours in free air or by passing through
a drying-room, By way of indication one may
proceed to & drying operation In a drying-room
for 20 minutes at 120° C. or 6 minutes at 160° C,

Under these conditions lmpressions are oh-
talned which hold fast with respect to rubbing
and to alkaline soaping under bolling conditions.

Erample IT

100 parts of a glycerophithallc rosin basically
composed of soya-bean of]l and the global com-
position of which obtalns 57% of ofl are ground,
after an addition of white spirit, with 10 parts
of the pigment known on the market under the
name of “Monastral Green GS” so as to obtain

To this colour are added while .
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a coloured enamel corresponding to the follow-
ing composition:

Parts
Monastral Green GS_ - _____ 10
Rosin oo 100
White spirit______ e 100

This plgmented enamel 1s added little by little,
while stirring, to 150 parts of a thick suspension
of bentonite of 8.25% to which 5 parts of tri-
ethanolamine may or may not be added; a con-
centrated printing colour is thus obtained. To
this colour are added while stirring:

100 parts of xylene, and then slowly
255 parts of water.

A printing colour ready for use is thus obtained.

After printing and exposing the fabric to air
for 24 hours impressions are obtained which hold
fast when the fabric {5 submitted to boiling alka-
line soaping and rubbing.

Of course, drying operations in the drying-
room over suitable periods of time lead to equiva-
lent results,

Erample IIT

100 parts of a giycerophthallc rosin basically
composed of soya-bean oll and the global com-
position of which obtaing 609% of oil are ground
after an addition of white spirit with a pigment
paste known on the market by the name of “Lute-
cla 8carlet NRPF” corresponding to 50 parts of
dry pigment, 50 a5 to produce an enamel com-
prising:

Parts
Lutetia scarlet NRFP______________________ 50
Rosln . _____________ . ____ 100
White spivdt . _____________ 100
Water ___ 100

This plgmented ename] is added little by lit-
tle, while stirring, to 150 parts of a thick sus-
pension of bentonhite of 8.25% to which 5 parts
of triethanolamine may or may not be added. To
the so obtained concentrated colour are added,
while stirring:

125 parts of white spirit and then slowly
155 parts of water,

A printing paste ready for use is thus obtained,

After printing the fabric is passed through a
drying-room for 5 minutes to remove the water
and allow a possible rolling or piling up.

The fixing can be effected ecither by exposing
to air or by passing through a drying-room. By
way of Indication, the fixing time i1s 48 hours
when spreading out, and 20 minutes at 120° C, or
8 minutes at 160° C. when passing through the
drying-room.

Erample IV

100 parts of a rosin prepared by condensation
of soya-bean oll, phthalic anhydride, maleie an-
hydride, pentaerythrite and glycol and the global
composition of which obtains 57% of oil are
ground in a grinding mill, after an addition of
white spirit, with 50 parts of Iron oxide in order
toﬂobta.in an enamel having the followlng compo-
sition:

Parts
Tron oxide_____ . ____ o ____ 50
Reosino ___________________ ___ 100
White spirtt . _____________ ____________ 100

This pigmented enamel Is added little by little
to & thick solution of bentonite of 8,25% to which
5 parts of triethanolamine may or may not be
added. A concentrated printing colour is thus
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obtained. To this latter are added, while stir-
ring, 70 parts of white spirit and then slowly 255
parts of water. A printing colour ready for use
is thus obtained.

The viscosity of this printlng paste can be
made to vary, (as well as, as a matter of fact, the
viscosity of the printing pastes described in the
foregoing examples) by cautiously adding an or-
ganlc solvent (diluant) or water (thickening
agent). After exposing the fabric to air for 24
hours impressions are obtalned which resist al-
kaline soaping and rubbing well. Drying opera-
tions in a drying-room for periods of time deter-
mined by preliminary trials lead to equivalent re-
sults.

Example V

100 parfs of a glycerophthalic rosin basically
composed of soya-bean oll and deshydrated castor
oll the global composition of which obtains 75%
of oll are ground in a grinding mill (which may
be heated) with 10 parts of “Monastral Blue BS™

10

20

3

so as to obtaln & ground mass having substantial-
1y the following composition:

Parts
Rosin 100
Monastral Blue BS_ . ___ . ___ 10

This pigmented enamel is added little by little
to a solution of

Parts
Methylcellulose .. . 15
Triethanolamine .. 51
Water — 135

A concentrated paste is thus obtained the vis-
cosity of which is adjusted before using by adding
the required quantity of water.

After printing, the fabrics are treated in the
same manner as in the foregoing examples and
impressions are obtained which resist bolling al-
kaline soaping and rubbing well.

ANDRE HENRI VICTOR DURR.



