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This invention relates to a novel presensitized printing
plate containing a diazo compound, and to a method for
the production thereof, and, more particularly, to a
novel presensitized printing plate which can be developed
merely by washing with water, thereby eliminating the
alkali or acid treatment required with printing plates
known to the prior art.

It is known that the solubility of water-soluble col-
loids changes when the colloids are exposed to light in
the presence of diazo compounds. However, the results
of this hardening or “tanning” action are generally un-
satisfactory insofar as the practical use of such hardened
colloids in the reproduction art is concerned. It has,
therefore, been proposed to subject the colloid layers con-
taining diazo compounds to an after-treatment with a
chromate solution after exposure to light under a trans-
parent original or master. Diazo compounds of higher
molecular weight, such as condensation products of alde-
hydes with diazo compounds, for example the diazo com-
pounds of p-amino-diphenylamine, have been proposed for
the tanning of colloid layers, and best results are obtained
when these diazo compounds constitute about 10 per-
cent by weight of the dry colloid applied to the base ma-
terial, such as aluminum, for example.

However, the foregoing plates consisting of base ma-
terials coated with layers consisting of water-soluble col-
loids sensitized by means of diazo compounds have not
found practical application in the printing trade. The
light-hardened colloid particles of these layers are not
capable of holding the greasy ink in flat and offset print-
ing, and the mechanical strength of the hardened colloids
is insufficient to permit long runs.

In accordance with the present invention, it has been
found that excellent flat and offset printing plates can be
produced from light-sensitive material consisting of a
support having a colloid layer thereon, the colloid layer
comprising a polyacrylic acid and containing a diazonium
chloride or bromide of a p-amino-diphenylamine as the
light-sensitive substance. The percentage of the diazo
compounds to be employed according to the present
invention is from about 75 to 400 percent by weight,
preferably between about 100 to 200 percent by weight
of the dry weight of the polyacrylic acid. Both com-
ponents may be applied in either an aqueous solution
or dissolved in a suitable organic solvent, such as ethylene
glycol monomethyl ether, or they also may be applied
in mixtures of organic solvents with water. The per-
centage of a polyacrylic acid in the coating solution may
vary widely, and preferably it is about 1 to 2 percent
by weight. If granulated zinc plates are used, best re-
sults are obtained by using a concentration of about 2 to
3 percent by weight.

The solutions of polyacrylic acid and the diphenylamine-
p-diazonium chloride or bromide are coated on the base
material according to known procedures, and the base ma-
terial may be metal, such as aluminum or zinc, or may
be a specially. treated paper foil, the treatment of the
latter being a conventional treatment for such foil. The
coated support is then dried, preferably at an elevated
temperature, such as about 90° C., for example.

The diazo chlorides or bromides of p-diazo-diphenyl-
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amine which may be used in the present invention, may
be either substituted or unsubstituted, and the substituents
in the aryl nuclei of the diphenylamine radical may be,
for example, alkyl, alkoxy, halogen, hydroxy or sulfarylido
radicals. Also, a diazonium salt radical, in addition to
the diazonium chloride or bromide radical, may be a
substituent. The molecule may contain one or more of
these substituents, and compounds containing different
substituents may also be employed. Among the sub-
stituted diazonium chlorides. of p-diazo-diphenylamines
which may be used, are the following:

4’-bromo-diphenylamine-4-diazoniom chloride
4’—chloro-diphenylamine-4-diazonium chloride
4’-methoxy-diphenylamine-4-diazonium chloride
3-methoxy-diphenylamine-4-diazonium chloride
3-n-propoxy-diphenylamine-4-diazonium chloride
X,X1,%o-tribromo-diphenylamine-4-diazonium chloride
4’-methyl-diphenylamine-4-diazonium chloride
4’-hydroxy-diphenylamine-4-diazonium chloride
4’-benzoylamino-diphenylamine-4-diazonium chloride
4’-fiuoro-diphenylamine-4-diazonium chloride
2-anilido-sulfonyl-diphenylamine-4-diazonium chloride
2-(p-toluene-sulfonyl-amino) -diphenylamine-4-
diazonium chloride
4’-benzoylamino-2,5-diethoxy-diphenylamine-4-
diazonium chloride
4’-chloro-2'-methoxy-diphenylamine-4-diazonium chloride.

The colloid in the light-sensitive layer of the print-
ing plates of this invention may be polyacrylic acid or
polymethacrylic acid per se, or an acrylic-methacrylic
acid copolymerizate, or the like.

The unexposed coated foils prepared in accordance
with this invention, have an excellent sheif life, and after
exposing the light-sensitive foil in the usual manner un-
der a negative original or master, development.can be
effected by simply rinsing, swabbing or bathing the ex-
posed foil with water. This can be accomplished, for
example, by mounting the exposed foil on a printing
machine and wiping it over with a sponge soaked in
water. After this development, the first plates may be
run off immediately, and no additional treatment with
one of the so-called fixing agents, which is often required
in offset printing, is necessary. Even without stch after-
treatment, prints are obtained which are free of scum
and the printing plates produced in accordance with this
invention give very long runs.

Certain of the substituted and unsubstituted diphenyl-
amine-4-diazonium chlorides and bromides which may
be used in accordance with the present invention, are
known to the prior art. All these diazonium halogenides
are prepared from the corresponding 4-amino-dipheny!-
amines following well known chemical procedures;. for
example, by reduction of the corresponding 4-nitro-di-
phenylamines and subsequent diazotization of the 4-
aminodiphenylamines obtained. The 4-nitro-diphenyl-
amines are prepared by reacting chloro-4-nitro-benzene-
sulfonic acids-(3) with aromatic amines, and then split-
ting off the sulfo group of the 4-nitro-diphenylamine sul- .
fonic acids thus formed, by heating the sulfonic acids with
sulfuric acid.

The invention will be further illustrated by reference
to the following examples:

EXAMPLE 1

Pieparation of 2-Anilido—Sulfonyl-Dfphenylamine—4-
Diazonium Chloride .

In the preparation of this compound, 4-nitro-diphenyl-
amine-2-sulfanilide is first prepared. A benzene solution
containing 4-nitro-diphenylamine-2-sulfochloride and ani-
line is permitted to stand until reaction is effected, ie.,
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several hours. The 4-nitro-diphenylamine-2-sulfanilide
thus formed is dissolved in dioxane, and then catalytically
reduced to the corresponding 4-amino-diphenylamine-2-
sulfanilide. This compound, in the form of its hydro-
chloride, is then dissolved in dimethylformamide and
slowly diazotized with a sodium nitrite solution in the
presence of hydrochloric acid. The compound 2-anilido-
sulfonyl-diphenylamine-4-diazonium chloride precipitates,
which, after purification with ether, melts at a tempera-
ture of 178 to 180° C.

EXAMPLE II

Preparation of 2-(p-Toluene-Sulfonyl-Amino)-
Diphenylamine-4-Diazonium Chloride

The starting material for this compound is 2-amino-4-
nitro-diphenylamine, and this compound is dissolved in
dioxane and then reacted at a temperature of 50 to 60°
C. with p-toluene-sulfochloride in the presence of pyri-
dine. The nitro compound formed is reduced with so-
dium hyposulfite in dioxane and the corresponding amine
is precipitated from the solution by the addition of glacial
acetic acid. The amino compound js then diazotized
with isoamyl-nitrite in an alcoholic solution containing
hydrochloric acid. The compound-2-(p-toluene-sulfonyl-
amino)-diphenylamine-4-diazonium chloride which forms
decomposes at a temperature of 160 to 162° C. after
purification with ether.

EXAMPLE III

Using a plate whirler, an aluminum foil, which was
previously mechanically roughened by brushing, was
coated with an ethylene glycol monomethyl ether solu-
tion containing 1 percent by weight of polyacrylic acid
of medium viscosity (intrinsic viscosity=0.5) and 1 per-
cent by weight of the chloride of the diazo compound
of p-amino-diphenylamine. The foil was then dried in
a current of warm air and the dried layer was then ex-
posed for a period of one minute under a negative orig-
inal, using an arc lamp of 18 amperes at a distance of
about 70 cm. The exposed layer was then developed by
wiping it over with a cotton pad soaked in water. De-
velopment may be similarly effected by rinsing with wa-
ter. After development, the wet plate was immediately
mounted an an offset printing machine, inked, and the
first copies were run off without previously fixing the
image with gum arabic or aqueous phosphoric acid, as
is commonly done. Very high runs were obtained.

Similarly, good results were obtained when instead of
the coating solutions described above, solutions were used
containing:

(a) 0.5 percent of polyacrylic acid and 1.5 percent by
weight of the diazo compound, and

(b) 1.5 percent by weight of the polyacrylic acid and 2
percent by weight of the diazo compound.

Instead of the polyacrylic acid of the viscosity de-
scribed, there may be polyacrylic acids of higher or lower
viscosities.

In order to have clean aluminum foils before applying
the coating, the foils may be pretreated with dilute so-
lutions of caustic alkalies and nitric acids, or with solu-
tions of tertiary alkali metal phosphates.

EXAMPLE IV

Following the general procedure of Example III above,
a grained zinc plate was coated with a solution con-
tajining 3 parts by weight of highly viscous polyacrylic
acid (intrinsic viscosity==1.1) and 3 parts by weight of
the diazonium chloride of p-amino-diphenylamine, dis-
solved in 100 parts by weight of ethylene glycol mono-
methyl ether. The coated plate was then dried, and after
exposing the dried layer under a negative original, it was
developed by rinsing with water. The plate was then
ready for use on a printing machine,
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EXAMPLE V

Following the general procedure of Example III above,
a paper printing foil was coated with the solution de-
scribed in Example III, dried and then developed in ac-
cordance with the procedure of Example III. In this case
also, printing could be begun immediately without the ap-
plication of a special fixing agent, and long runs were
obtained.

EXAMPLE VI

An aluminum foil which had been mechanically
roughened by brushing was coated by means of a plate
whirler with an ethylene glycol monomethyl ether solu-
tion containing 0.6 percent by weight of polyacrylic acid
of medium viscosity (intrinsic viscosity=0.5) and 0.6
percent by weight of diphenylamine-4-diazonium bro-
mide. The coating was then dried in a current of warm
air and the dried layer was exposed to light under a
negative original, after which the exposed layer was de-
veloped by wiping it over with a cotton pad soaked in
water. The developing treatment removes the unexposed
parts of the layer and after development, and without the
application of a fixing agent such as gum arabic or phos-
phoric acid, the foil was clamped into an offset printing
machine and used to make copies.

Equally good results were obtained when the afore-
mentioned coating solution was substituted by ethylene
glycol monomethyl ether solution containing 1 percent by
weight of the diazo compound described. The poly-
acrylic acid may also be replaced by the same quantity of
polymethacrylic acid or a 1:1 copolymerizate of acrylic
acid and methacrylic acid.

Printing plates of similar quality are obtained if ethyl-
ene glycol monomethyl! ether solutions are used for coat-
ing, bhaving correspending compositions to those de-
scribed above, but in which the diphenylamine-4-di-
azonium bromide is replaced by equivalent quantities of
one of the following diazonium chlorides:

4’-bromo-diphenylamine-4-diazonium chloride
4’-chloro-diphenylamine-4-diazonium chloride
4’-methoxy-diphenylamine-4-diazonium chloride
3-methoxy-diphenylamine-4-diazonium chloride
3-n-propoxy-diphenylamine-4-diazonium chloride
X,Xy,Xq-tribromo-diphenylamine-4-diazonium chloride
4’-methyl-diphenylamine-4-diazonium chloride
4’-hydroxy-diphenylamine-4-diazonium chloride
4’-benzoylamino-diphenylamine-4-diazonium chloride
4’-fluoro-diphenylamine-4-diazonium chloride
2-anilido-sulfonyl-diphenylamine-4-diazonium chloride
2 - (p - toluene - sulfonyl - amino) - diphenylamine - 4-
diazonium chloride
4’ - benzoylamino - 2,5 - diethoxy - diphenylamine - 4-di-
azonium chloride
4 - chloro - 2’ - methoxy - diphenylamine - 4 - diazonium
chloride.

In each case, the support for the light-sensitive layer
may be an aluminum foil, previously treated at a temper-
ature of about 20° C.,, first for 5 minutes with a 5 percent
by weight caustic soda solution, and then for another 5
minutes with a 5 percent nitric acid solution, and then
finally rinsed with water and dried.

EXAMPLE VII

The general procedure of Example VI was followed,
except that a coating solution was used containing:

(a) 0.2 part by weight of diphenylamine-4-diazonium
chloride,

(b) 0.1 part by weight of 4’-bromo-diphenylamine-4-
diazonium chloride,

(¢) 0.15 part by weight of 4’-fluoro-diphenylamine-4-
diazonium chloride, and

(d) 0.5 part by weight of highly-viscous polyacrylic acid
(intrinsic viscosity==1.1), dissolved in 100 parts by
volume of ethylene glycol monomethyl ether,
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A printing plate was prepared having'a quality equiv-
alent to that described in Example VI.

EXAMPLE VIII

An anodically oxidized aluminum foil was coated by
means of a plate whirler with an aqueous solution con-
taining 0.3 percent by weight of polyacrylic acid of
medium viscosity (intrinsic viscosity=0.5), and 0.6 per-
cent by weight of 4’-bromo-diphenylamine-4-diazonium
chloride, and the plate was then dried at a temperature of
100° C. in a drying oven. The dried light-sensitive layer
was then exposed to light under a negative original, and
the exposed layer was developed by means of a water-
shower. The developed foil was then clamped directly
to an offset printing machine and used for printing.

EXAMPLE IX

A paper base for printing plates, such as that sold by
the S. D. Warren Company of Cumberland Mills, Maine,
was coated by means of a plate whirler with a solution
containing 1 g. of polyacrylic acid of medium viscosity
(instrinsic viscosity=0.5), and 1 g. of 4’-bromo--diphenyl-
amine-4-diazonium chloride per 100 cc. of ethylene glycol
monomethyl ether solvent, and the foil was then dried.
After drying, the foil was exposed to light under a nega-
tive original, developed with water, inked with greasy ink,
and used for the production of copies.

Instead of the ethylene glycol monomethyl ether solu-
tion used above, there may also be used an aqueous solu-

tion of polyacrylic acid and 4'-bromo-diphenylamine-4- g

diazonium chloride.
EXAMPLE X

0.5 part by weight of p-diphenylamine-diazonium chlo-
ride and 0.5 part by weight of polymethacrylic acid (in-
trinsic viscosity=0.7) were dissolved in 100 parts by
volume of ethylene glycol monomethyl ether. A mechan-
ically roughened aluminum foil was coated with this solu-
tion, using a plate whirler, and the coated foil was then
dried and exposed under a transparent negative original.
The exposed foil was then developed under a water
shower, and used for the production of copies.

The polymethacrylic acid used above may be replaced
by the same quantity of 1:1 copolymerizate of acrylic acid
and methacrylic acid (intrinsic viscosity=1.77), and
printing plates of high quality are obtained.

A paper printing foil may also be substituted for the
aluminum foil and high quality plates are obtained.

EXAMPLE XI

The method described in Example VIII was repeated,
but for coating the aluminum foil a solution was used
containing, in 100 cc. of ethylene glycol monomethyl
ether, 0.3 gram of 4'-bromo-diphenylamine-4-diazonium
bromide and 0.5 gram of polyacrylic acid of medium
viscosity (intrinsic viscosity=0.5). Instead of the diazo-
nium compound just mentioned, there may be used the
same quantity of 4’-chloro-diphenylamine-4-diazonium
bromide. . ’

4’-bromo-diphenylamine-4-diazonium bromide is pre-
pared as follows:

10 grams of 4’-bromo-diphenylamine-4-diazonium chlo-
ride are dissolved, while heating, in 150 cc of glacial
acetic acid saturated with gaseous hydrobromic acid. The
solution is treated with animal charcoal, filtered, and then
mixed with 300 cc. of acetic acid ethyl ester, whereupon
the diazonium bromide precipitates. After recrystalliza-
tion from 200 cc. of ethanol, this diazonium bromide de-
composes at 138-139° C.

4'-chloro-diphenylamine-4-diazonium bromide is pre-
pared as follows:

10 grams of 4’-chloro-diphenylamine-4-diazonium chlo-
ride are dissolved in 100 cc. of 48 percent aqueous hydro-
bromic acid, while heating, and the solution is then
treated with animal charcoal. Upon cooling the filtrate,
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the diazonium bromide crystallizes out. For purification,
it is dissolved in glacial acetic acid and reprecipitated by
adding ethyl ether to the solution. The purified diazo-
nium bromide decomposes at 128-129° C.

EXAMPLE XII

The method described in Example VIII was repeated,
but for coating the aluminum foil a solution was used,
containing, in 100 cc. of ethylene glycol monomethyl
ether, 1 gram of 2’-methoxy-diphenylamine-4-diazonium
bromide and 0.6 gram of polyacrylic acid of medium vis-
cosity (intrinsic viscosity=0.5). Instead of the 2'-meth-
oxy-diphenylamine-4-diazonjum bromide, the coating solu-
tion may contain the same quantity of 4’-methoxy-diphen-
ylamine-4-diazonium bromide.

2’-methoxy-diphenylamine-4-diazonium bromide is pre-
pared as follows:

20 grams of 2'-methoxy-diphenylamine-4-diazonium
chloride are dissolved in 20 cc. of 48 percent aqueous
hydrobromic acid, while heating. The solution is treated
with animal charcoal and filtered. Upon cooling the fil-
tered solution the diazonium bromide separates. It is
purified by dissolving it in glacial acetic acid and adding
ethyl ether to the solution. It melts at 117° C. with dé-
composition.

4'-methoxy-diphenylamine-4-diazonium bromide is pre-
pared as follows:

20 grams of 4'-methoxy-diphenylamine-4-diazonium
chloride are dissolved in 200 cc. of 48 percent aqueous
hydrobromic acid while heating. . The solution is treated
with animal charcoal, filtered, and the filtrate is evaporated
under reduced pressure and at a temperature of 60 C.
The dry solid is dissolved in 200 cc. of hot methanol and
the solution is then mixed with 500 cc. of ethyl ether.
The reprecipitated diazonium bromide decomposes at
152° C.

It will be obvious to those skilled in the art that many
modifications may be made within the scope of the present
invention without departing from the spirit thereof, and
the invention includes all such modifications.

The expression “a polyacrylic acid” as used in the fol-
lowing claims is intended to include likewise a polymeth-
acrylic acid as well as copolymerizates of acrylic and
methacrylic acid.

What is claimed is:

1. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and a compound se-
lected from the group consisting of the diazonium chlo-
ride and bromide of a p-amino-diphenylamine.

2. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and a compound hav-
ing the formula

A

in which X is selected from the group consisting of chloro
and bromo radicals.

3. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and a compound hav-

ing the formula
8 Oz—-NH——<:>
III |

in which X is selected from the group consisting of chloro
and bromo radicals.

4. A presensitized printing plate comprising a hydro-
philic base material having directly coated. thereon a
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layer comprising a polyacrylic acid and a compound hav-

ing the formula
SO—z—NH—C>—-OH3
T

in which X is selected from the group consisting of chloro
and bromo radicals.

5. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and a compound hav-
ing the formula

T

in which X is selected from the group consisting of chioro
and bromo radicals and X; is selected from the group con-
sisting of fluoro, chloro, bromo, alkyl, hydroxy and alk-
oxy radicals.

6. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and a compound hav-~
ing the formula

Xy
i

T

in which X is selected from the group consisting of chloro
and bromo radicals and X; is an alkoxy radical.

7. A presensitized printing plate comprising a hydro-
philic base material having directly coated thercon a
layer comprising a polyacrylic acid and a compound hav-
ing the formula

X1
LT o0
OO
Xa

in which X is selected from the group consisting of chloro
and bromo radicals, and X; and X, are selected from
the group consisting of hydrogen and alkoxy radicals.

8. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and a compound
having the formula

X3
}II
X1 —N—O—Nz-X

in which X is selected from the group consisting of chloro
and bromo radicals, X; is halogen, and X, is an alkoxy
radical.

9. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and a compound hav-
ing the formula

X X
T
N- N2 X

in which X is selected from the group consisting of chloro
and bromo radicals, X; is selected from the group con-
sisting of hydrogen, fluoro, chloro, bromo, hydroxy, alkyl,
and alkoxy radicals, and X, is selected from the group con-
sisting of hydrogen, sulfonamide, and alkoxy radicals.

10. A process for developing a printing plate which
comprises exposing to light under a master a presensi-
tized printing plate comprising a hydrophilic base material
directly coated with a layer comprising a polyacrylic acid
and a compound selected from the group consisting of
the diazonium chloride and bromide of a p-amino-diphen-
ylamine, and washing the exposed plate with water.

11. A process for developing a printing plate which
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8
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material di-
rectly coated with a layer comprising a polyacrylic acid
and a compound having the formula

0

in which X is selected from the group consisting of chloro
and-bromo radicals, and washing the exposed plate with
water.

12. A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material di-
rectly coated with a layer comprising a polyacrylic acid
and a compound having the formula

]?I |

in which X is selected from the group consisting of chloro
and bromo radicals, and washing the exposed plate with
water.

13. A process for developing a printing plate which

5 comprises exposing to light under a master a presensitized

printing plate comprising a hydrophilic base material di-
rectly coated with a layer comprising a polyacrylic acid
and a compound having the formula

S0—NH: —CHj
T

in which X is selected from the group consisting of chloro

5 and bromo radicals, and washing the exposed plate with

water.

14. A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material di-
rectly coated with a layer comprising a polyacrylic acid
and a compound having the formula

T

5 in which X is selected from the group consisting of chloro

and bromo radicals and X is selected from the group con-
sisting of fluoro, chloro, bromo, alkyl, hydroxy and alkoxy
radicals, and washing the exposed plate with water.

15. A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material di-
rectly coated with a layer comprising a polyacrylic acid
and a compound having the formula

Xa
|

in which X is selected from the group consisting of chloro
and bromo radicals and Xj is an alkoxy radical, and wash-
ing the exposed plate with water.

16. A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material di-
rectly coated with a layer comprising a polyacrylic acid

and a compound having the formula
X1
ﬁ III III
X

in which X is selected from the group consisting of chloro
and bromo radicals, and X; and X, are selected from the
group consisting of hydrogen and alkoxy radicals, and
washing the exposed plate with water,
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17. A process for developing a printing plate which
comprises exposing to light under a master a presensi-
tized printing plate comprising a hydrophilic base mate-
rial directly coated with a layer comprising a polyacrylic
acid and a compound having the formula

X
|

H

in which X is selected from the group consisting of chloro
and bromo radicals, X; is halogen, and X; is an alkoxy
radical, and washing the exposed plate with water.

18. A process for developing a printing plate which
comprises exposing to light under a master a pre-sensi-
tized printing plate comprising a hydrophilic base mate-
rial directly coated with a layer comprising a polyacrylic
acid and a compound having the formula

2 X

X
T
N—: Np-X

in which X is selected from the group consisting of chloro
and bromo radicals, X is selected from the group con-
sisting of hydrogen, fluoro, chloro, bromo, hydroxy, alkyl,
and alkoxy radicals, and X, is selected from the group con-
sisting of hydrogen, sulfonamide, and alkoxy radicals, and
washing the exposed plate with water.

19. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and diphenylamine-4-
diazonium. chloride.

20. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and diphenylamine-4-
diazonium bromide.

21. A presensitized printing plate comprising a hydro-
philic base materjal having directly coated thereon a
layer comprising a polyacrylic acid and 4’-bromo-diphen-
ylamine-4-diazonium chloride.

22. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and 4’-chloro-diphen-
ylamine-4-diazonium chloride.

23. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and 2-anilido-sulfonyl-
diphenylamine-4-diazonium chloride.

24. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon 2
layer comprising a polyacrylic acid and 2-(p-toluene-sul-
f-onyl—amino)-diphenylamine-4-diazonium chloride.

25. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and 4’-bromo-diphen-
ylamine-4-diazonium bromide.

26. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and 4'-chloro-diphen-
ylamine-4-diazonium bromide.

27. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and 2’-methoxy-di-
phenylamine-4-diazonium bromide.

28. A presensitized printing plate comprising a hydro-
philic base material having directly coated thereon a
layer comprising a polyacrylic acid and 4’-methoxy-di-
phenylamine-4-diazonivm bromide.

29. A process for developing a printing plate which
comprises exposing to light under a master a presen-
sitized printing plate comprising a hydrophilic base mate-
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rial having directed coated thereon a layer comprising
a polyacrylic acid and diphenylamine-4-diazonium chlo-
ride, and washing the exposed plate with water.

30, A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material
having directly coated thereon a layer comprising a poly-
acrylic acid and diphenylamine-4-diazonium bromide, and
washing the exposed plate with water.

31. A process for developing a printing plate which
comprises exposing to. light under a master a presensitized
printing plate comprising a hydrophilic base material
having directly coated thereon a layer comprising a poly-
acrylic acid and 4’-bromo-diphenylamine-4-diazonium
chloride, and washing the exposed plate with water.

32. A process for developing a printing plate which
comprises exposing to light under a master a presensi-
tized printing plate comprising a hydrophilic base mate-
rial having directed coated thereon a layer comprising a
polyacrylic acid and 4’-chloro-diphenyl-amine-4-diazoni-
um chloride, and washing the exposed plate with water.

33. A process for developing a printing plate which
comprises exposing to light under a miaster a presensitized
printing plate comprising a hydrophilic base material hav-
ing directly coated thereon a layer comprising a poly-
acrylic acid and 2-anilido-sulfonyl-diphenylamine-4-diazo-
nium chloride, and washing the exposed plate with water.

34, A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material hav-
ing directly coated thereon a layer comprising a poly-
acrylic acid and 2-(p-toluene-sulfonyl-amino)-diphenyl-
amine-4-diazonium chloride, and washing the exposed
plate with water.

35. A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material hav-
ing directly coated thereon a layer comprising a poly-
acrylic acid and 4’-bromo-diphenylamine-4-diazonium
bromide, and washing the exposed plate with water.

36. A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material hav-
ing directly coated thereon a layer comprising a poly-
acrylic acid and 4’-chloro-diphenylamine-4-diazonium
bromide, and washing the exposed plate with water.

37. A process for developing a printing plate which
comprises exposing to light under a master a presensitized
printing plate comprising a hydrophilic base material
having directly coated thereon a layer comprising a poly-
acrylic acid and 2’-methoxy-diphenylamine-4-diazonium
bromide, and washing the exposed plate with water.

38. A process for developing a printing plate which
comprises exposing to light under a master presensitized
printing plate comprising a hydrophilic base material
having directly coated thereon a layer comprising a poly-
acrylic acid and 4’_methoxy-diphenylamine-4-diazonium
bromide, and  washing the exposed plate with water.
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