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Copending application Serial No. 167,910, ?led Jan 
uary 22, 1962, relates to reproduction materials for the 
photomechanical preparation of printing plates, in par 
ticular planographio and offset printing plates, which 
comprise a support and ‘a reproduction coating adherent 
thereto, which is made light-sensitive with one or more 
salts of diazo compounds, formed by acid condensation 
of diphenylamine-4—diazonium salts with formaldehyde, 
and in which phosphoric acid ions or free phosphoric 
acid are contained in quantities such that, per equivalent 
Weight of diazonium groups present, there is at least 0.05 
mole of phosphoric acid or a phosphoric acid residue 
bound to the diazonium groups. In the copending appli 
cation, supra, as in the present case, phosphoric acid is 
understood as ortho-phosphoric acid and the acids de 
rived therefrom by dehydration, such as pyrophosphoric 
acid, other polyphosphoric acids and metaphosphoric acid. 
In polyphosphoric acids containing more than one phos 
phorus atom in the molecule, one mole of the acid is 
understood as the quantity which contains one mole of 
phosphorus (P) in bound form. 

Thus, the copending application, supra, discloses a re 
production material of the type described in which at 
least one condensation product, formed from formalde 
hyde in acid-catalyzed condensation with at least one di 
phenylamine-4-diazonium salt, is contained as a light 
sensitive substance and in which excess phosphoric acid 
is present in the reproduction coating. In the copend 
ing application, supra, as well as in this application, ex 
cess phosphoric acid is a quantity of phosphoric acid per 
mole (equivalent weight) of diazonium groups exceeding 
1.5 moles, phosphoric acid ions which may ‘be bound in 
the form of phosphate residues in any diazonium phos 
phates present being also counted as phosphoric acid. 
Such phosphate residues are always to be considered as 
primary phosphoric acid ions. A reproduction material 
of this type exhibits good shelf life combined with good 
performance. 
A reproduction material has now been found which 

diifers from that previously described since, instead of 
formaldehyde, another reactive carbonyl compound is 
used as a condensation partner, and this material is also 
possessed of good properties as well as good shelf life. 
The copending application, supra, further discloses a 

reproduction material comprising a support and a repro 
duction coating adherent thereto in which are contained, 
as light-sensitive substances, diazo compounds formed by 
the acid condensation with formaldehyde of diphenyl 
amine-4-diazonium salts that contain phosphoric acid 
ions or phosphoric acid in a quantity inadequate for sta 
bilization purposes. It lhas now been found that such 
reproduction materials in which the light-sensitive diazo 
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2 
compounds are condensation products with reactive car 
bonyl compounds other than formaldehyde are in prac 
tice also of excellent quality. As light-sensitive diazo 
compounds condensed with reactive carbonyl compounds, 
these reproduction materials may contain in the repro 
duction coating neutral polyfunctional diazonium phos 
phates of the formula (ArN2H2PO4),,, in which Ar is a 
condensed diphenylamine unit, and, except for the pri 
mary phosphoric acid ions bound to the neutral diazon 
ium phosphate, either does not contain any phosphoric 
acid, or not more than 0.5 mole per equivalent weight of 
diazonium groups present. In reproduction materials in 
the reproduction coatings of which the diazo compound 
condensed with the reactive carbonyl compound is not 
in the form of a phosphate, which materials have but 
inadequate stability in storage, phosphoric acid is con 
tained in a quantity of at least 0.05 tol.5 moles per equiv 
alent weight of diazonium groups present. 
As reactive carbonyl compounds substituted and un 

substituted aldehydes and ketones such as aliphatic alde 
hydes and ketones, aromatic aldehydes and ketones, and 
also mixed aliphatic/ aromatic and heretrocyclic aldehydes 
and ketones may be used. The aldehydes or ketones 
may also contain ethylenic unsaturation. Preferably, 
aliphatic aldehydes and ketones which contain 2 to 11 
carbon atoms to the molecule and those from the aro 
matic aldehyde and ketone and the aliphatic-aromatic 
ketone group with 7 to 16 carbon atoms in the molecule 
are employed. The following are exemplary: acetalde 
hyde, isolbutyraldehyde, benzaldehyde, benzaldehyde-3 
sulfonic acid, chloral, acetone, butanone, di-isobutyl ke 
tone, acetophenone, benzophenone, benzil, pyroracemic 
acid, cinnamaldehyde, uaphthalene-l-aldehyde, phenan 
threno-quinone sulfonic acid, pyridine-3~aldehyde, quino 
line-4-aldehyde, and mixtures thereof. 

It Ihas also been found that the condensation products 
from these reactive carbonyl compounds and diphenyl 
arnine-4-diazonium salts may be used in the form of 
double salts with metal salts. Reproduction material 
which in its performance characteristics is in many cases 
equal to that described in the copending application, 
supra, is obtained, using as supports paper or aluminum 
foils roughened by brushing, by the use as sensitizers of 
metal halide double salts, e.g., zinc chloride, cadmium 
chloride, cobalt chloride and tin chloride double salts, of 
diazo compounds obtained by the condensation of sub 
stituted or unsubstituted diphenylamine—4-diazonium salts 
with reactive carbonyl compounds, if these double salts 
are incorporated together with phosphoric acid in the re 
production coating. 

Substituents which may be linked to the phenyl nuclei 
of the diphenylamine-4-diazonium compounds are, e.g.: 
alkyl and alkoxy groups, particularly such having 1 to 6 
carbon atoms, further halides and the following groups: 
Carboxyl, ——COOH 
Carboxylic ester, —COOR (R=alkyl or aryl) 
Carbonamide, ——CONH2 
Cyan, —~CN 
Acyl, —-COR (R=alkyl or aryl) 
Alkoxy sulfonyl, —-SO3—R (R=alkyl) 
Aryloxy sulfonyl, —SO3-R (R=aryl) 
Acylamino, —NHCOR (R=alkyl or aryl) 
Alkylamino, —NHR and NR2 (R=alky1) 
Arylamino, -—NHR and NR2 (R=aryl) 
Sulfo, —SO3H. 

' ' 25,8‘ C6 3333 
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Examples of such substituents which may be linked to 
the phenyl nuclei of the diphenyldiazonium groups are: 
methyl, ethyl, propyl, butyl, isobutyl, methoxy, ethoxy, 
?uorine, chlorine, brom, iodine, ethoxy carbonyl, phenoxy 
carbonyl, acetyl, methoxy sulfonyl, ethoxy sulfonyl, acet 
amino, methylamino, ethylamino, dimethylamino, diethyl 
amino, methylethylamino, phenylamino, benzylamino, 
methylbenzylamino, and ethylbenzylamino. 
The diphenylamine-4-diazonium compounds may be re 

acted with the aldehyde or ketone in the form of their 
salts with a strong acid, e.g. as salts of sulfuric acid, 
hydrochloric acid, hydrobromic acid, nitric acid, phos 
phoric acid, alkylphosphonic acid or arylphosphonic acid, 
tri?uoroacetic acid, hydro?uoboric acid, methanesulfonic 
acid, toluene sulfonic acid and other aliphatic or aro 
matic sulfonic acids, amidosulfonic acid, selenic acid, 
hexa?uophosphoric acid or perchloric acid. Alternatively, 
the diazonium compounds may also be used in the form 
of their double salts with metal salts for the reaction with 
the carbonyl compounds. 

It is of advantage, particularly if the reproduction coat 
ing is to be applied to brushed aluminum, for the metal 
halide double salts to be used in a form as free as possible 
of extraneous salts. In the preparation of the double 
salts, it is thus better to dispense with the usual salting 
out and washing of precipitates with sodium chloride solu 
tion. The absence of extraneous metal salts, is however, 
not a prerequisite for the employment of such double 
salts in the reproduction material. 
The concentration of the solution with which the sup 

ports of the reproduction materials are to be coated and 
which contains the light-sensitive diazo compound, de 
pends upon the coating conditions and upon the nature 
of the supporting material and is limited, for example, by 
the solubility of the diazonium salt in the solvent used. 
The metal salt double salts which exhibit the best solu 
bility in water or in mixtures of water with organic 
solvents are the double salts of polyfunctional diazonium 
salts with cobalt chloride or zinc chloride, and therefore 
the use of these salts is preferred. 
On brushed aluminum foils as supports, good results 

are obtained if the concentration of the diazo compound 
in the coating solution is in the range of about 0.01 to 2 
percent by weight. Concentrations of 0.05 to 0.5 percent 
by weight are preferred. On a paper support, such as 
that described in US. Patent No. 2,778,735, solutions of 
higher concentration are preferred, i.e., from about 0.1 to 
10 percent by weight of diazo compound, preferably 0.2 
to 5 percent by weight. 
The paper support described in the U.S. patent consists 

of a coated paper having a calendered coating layer 
thereon which coating consists essentially of an unsolu 
bilized carboxymethylhydroxyethyl cellulose adhesive in 
which the ratio of carboxymethyl groups to hydroxyethyl 
groups is within the range from 0.3 to 1 and in which the 
degree of substitution of the anhydroglucose units is 
greater than 0.8 and a greater quantity of a non-hydrous 
pigment, viz. blanc ?xe and/or titanium dioxide. 
The quantity of phosphoric acid used in the preparation 

of the reproduction coating is determined by the purpose 
for which the material is intended and depends, among 
other things, upon the type of supporting material em 
ployed and upon the concentration of the coating solution, 
For example, with brushed aluminum foils as support 

ing materials and a concentration of 0.1 percent by weight 
of diazo compound in the coating solution, the content of 
free phosphoric acid usually will be maintained between 
about 0.01 and 6 moles, preferably in the range of about 
0.1 to 4 moles per equivalent weight of diazo groups 
present. 

Using a paper support of the type described in US. 
Patent No. 2,778,735, a higher content of phosphoric acid 
is preferred, e.g., with a coating solution concentration 
of 1 percent by weight, generally 3 to 100 moles, pref 
erably 7 to 50 moles, per equivalent weight of diazonium 
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groups present. In this case, some of the phosphoric acid 
can be replaced by another acid of low volatility, e.g., 
sulfuric acid or arsenic acid. 
For the preparation of printing plates from the repro 

duction material of the invention, the process is as de 
scribed in the copending application, supra, if supports of 
the type described in US. Patent No. 2,778,735, are used, 
i.e., after the reproduction material has been exposed, the 
reproduction coating is wiped over with water or aqueous 
solutions of gum arabic, which may contain organic sol 
vents, and is then inked up with printing ink, either by 
rubbing with a swab by hand or in a printing machine. 
The printing ink may also be rubbed in even before 
development. If a brushed aluminum foil is used as a 
support, it is of advantage, if the plate is to be developed 
by a Wiping over process, for the exposed plate to be 
?rst wiped over with water-miscible organic solvents, e.g., 
glycol, glycerine, glycol-monomethyl ether, polyglycol or 
dimethyl formamide, and for the printing ink to be ap 
plied afterwards. The printing plate can also be wiped 
over after exposure with one of the aforementioned sol 
vents and then treated with an emulsion lacquer, for 
example one such as is described in US. Patent No. 
2,754,279, and then treated with water and inked up. The 
exposed plate may also be developed immediately with 
the aforementioned lacquer, then wiped over with water, 
and inked up. With printing images reinforced in this 
way, a particularly high number of ?awless prints can be 
obtained. The plate may however be put on the print 
ing machine immediately after exposure and inking and 
wetting begun. Even with this process, a large number 
of ?awless prints can be produced with the printing foil. 
If printing is not begun immediately after the planographic 
plate has been prepared, gumming is advisable. 

In the following examples one part by volume corre 
sponds to 1 ml. when one part by weight is taken as 1 g. 

Example 1 

A brushed aluminum foil is coated, for example on a 
whirler, with a solution containing 0.2 part by weight of a 
condensation product precipitated in the form of a chlo 
ride, the preparation which is described below, and 0.145 
part by weight of 85 percent phosphoric acid dissolved 
in a mixture of 8 parts by volume of water, 55 parts by 
volume of glycol monomethyl ether and 37 parts by vol 
ume of dimethyl formamide. The reproduction material 
is dried for 2 minutes at 100° C. 
A presensitized printing plate is obtained which can be 

stored for an extended period without losing its good 
properties as a printing plate. 

For the preparation of the diazo compound, 30.3 parts 
by weight of diphenylamine-4-diazonium sulfate (96.4 
percent solution in water), were introduced into 100 parts 
by weight of 90 percent sulfuric acid; 6.4 parts by weight 
of acetone were then introduced dropwise into the mixture 
at a temperature of 20° C. After standing for 24 hours 
at room temperature, 20 parts by Weight of the crude 
condensate were dissolved in 35 parts by volume of a 
water-methanol mixture (1:1) and then treated with 14.6’ 
parts by volume of l-molar hydrochloric acid. After a: 
small quantity of undissolved material had been ?ltered 
otf, the solution was diluted with 250 parts by volume of 
methanol and the diluted solution was treated with cal-> 
cium carbonate until the solution had a pH of 6 to 6.5.v 
The solution, after separation of calcium salts, was evapo 
rated to dryness in vacuo at temperatures not exceeding 
50° C. to yield the chloride of the condensation product. 
For the preparation of a printing plate, the reproduc 

tion layer is exposed under a negative for 30 to 60 sec 
onds to an 18-amp arc lamp at a distance of 70 cm. and 
a positive printing plate is obtained by development with 
an emulsion lacquer as described, for example, in US. 
Patent No. 2,754,229. From this printing plate, long runs 
of prints can be obtained. 
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Example 2 
The procedure described in Example 1 is ‘followed but 

for the coating mix a solution is used which contains 0.17 
part by weight of the condensation product precipitated 
as described below in the form of a chloride and 0.145 
part by weight of 85 percent phosphoric acid in a mix 
ture of 8 parts by volume of water, 55 parts by volume 
of glycol monomethyl ether and 37 parts by volume of 
dimethly formamide. The coating is dried for 2 minutes 
at 100° C. 
For the preparation of the diazonium salt, 30.3 parts 

by weight of diphenylamine-4-diazonium sulfate (96.4 
percent) are introduced into 100 parts by weight of 80 
percent sulfuric acid. 9.7 parts by weight of pyroracemic 
acid are then added in fractions. The mixture is stirred 
for 2 hours at 40° C. and then allowed to stand for 12 
hours at room temperature. 40 parts by weight of the 
resulting crude condensate, with an addition of 150 parts 
by volume of methanol, are then treated with saturated 
barium chloride solution until there is neither an excess of 
barium nor sulfate ions. For the isolation of the thaw 
nium chloride, the solution is separated from the barium 
sulfate and evaporated in vacuo to dryness. 
For the preparation of a printing foil from the resulting 

reproduction material, exposure is performed as described 
in Example 1 and conversion into a high-output printing 
plate is effected by wiping over with ethylene glycol and 
subsequent reinforcement of the image with the emulsion 
lacquer described in Example 4 of U8. Patent No. 
2,754,279. 

Example 3 

A paper support, the preparation of which is described 
in U.S. Patent No. 2,778,735, is coated with a solution 
containing 1.5 parts by weight of a condensation product 
described in detail below and 8 parts by weight of 85 per 
cent phosphoric acid in 100 ml. of water. 
For the preparation of the diazo compound, 25.9 parts 

by weight of diphenylamine-4-diazonium chloride are in 
troduced at room temperature into a mixture of 4.8 parts 
by weight of paraldehyde and 50 parts by volume of 63 
percent hydrobromic acid. After standing overnight at 
room temperature, the mixture is dissolved in a mixture 
of 400 parts by volume of isopropanol and 600 parts by 
volume of water and the condensation product is precipi 
tated by the addition of 100 parts by volume of 50 percent 
zinc chloride solution. The precipitate is ?ltered o?? with 
suction, washed with aqueous isopropanol, and dried. 
The reproduction material thus obtained can be ex 

posed under a master for about 2 minutes, following the 
procedure of Example 1, and developed by wiping over 
with water, after which it can be inked up with greasy ink. 

Example 4 

A paper support is coated as described in Example 1, 
but the coating solution applied contains 1 part by weight 
of a condensed sulfate, described below, together with 6 
parts by weight of 85 percent phosphoric acid in 100 parts 
by volume of water. 

For the preparation of the condensation product, 3.2 
parts by weight of quinoline-4-aldehyde are introduced 
into 21.8 parts by weight of 90 percent sulfuric acid and 
then 5.9 parts by weight of diphenylamine-4-diazonium 
sulfate are introduced into the mixture. After condensa 
tion for 12 hours at room temperature, the reaction mix 
ture is diluted with 25 parts by volume of methanol and 
then poured, as a thin stream, into 100 parts by volume 
of isopropanol while vigorously stirring. The condensed 
sulfate which precipitates is ?ltered off and dried. 

If stored in the dark, a paper thus coated maintains its 
light sensitivity for many months. For developing the 
exposed paper printing foil, it may be inked up with 
greasy ink and then wiped over with water. 
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Example 5 
An aluminum foil roughened by brushing is coated 

with a solution which contains 0.13 part by weight of the 
chloride of a condensation product described below in 
combination with 0.11 part by weight of 85 percent phos 
phoric acid, dissolved in a mixture consisting of 8 parts 
by volume of water, 55 parts by volume of ethyleneglycol 
monomethylether, and 37 parts by volume of dimethyl 
formamide. 
For the preparation of the diazo compound, 61.1 parts 

by weight of diphenylamine-4-diazonium sulfate and 22 
parts by weight of benzaldehyde are introduced, with 
stirring, into 121.5 parts by volume of 96 percent sulfuric 
acid and the resulting mixture is condensed for 48 hours 
at room temperature. For removal of the greater part 
of the sulfuric acid, the mixture is poured into isopropa 
nol, while agitating, and the resulting precipitate is iso 
lated. Conversion into the chloride is eifected by dissolv 
ing the precipitate in aqueous methanol, precipitating sul~ 
furic acid and sulfate ions by the addition of barium chlo 
ride solution, and completely evaporating the ?ltrate, 
which is free of sulfate and barium ions. 
When stored in the dark, the coated metal foil main 

tains its light sensitivity over a period of many months.“ 
When the foil is to be used, it is advantageously converted 
into a printing plate by exposure under a master, wiping 
over with ethylene glycol, and subsequent treatment with 
an emulsion lacquer. 

Example 6 

The procedure described in Example 5 is repeated, but 
a coating solution is used which contains 0.31 part by 
Weight of the zinc chloride double salt of the condensation 
product described below and 0.2 part by weight of 85 per 
cent phosphoric acid in a mixture of 8 parts by volume 
of water, 55 parts by volume of ethyleneglycol mono 
methylether, and 37 parts by volume of dimethyl form 
amide. 
For the preparation of the diazo compound, 32 parts 

by weight of 3-methoxy-diphenylamine-4-diazonium sul 
fate and 11.6 parts by weight of benzaldehyde are intro 
duced into 100 parts by Weight of 80 percent sulfuric 
acid. The mixture is heated brie?y to 40° C. and then 
left standing overnight at room temperature. Separation 
of the zinc chloride double salt is effected in known man 
ner. 

When stored in the dark, the light sensitivity of the 
printing foil remains good for a period of many months. 
A printing plate may be prepared, e.g. by exposing the 
plate under a master and then treating it ?rst with ethyl 
eneglycol monomethylether and then with an emulsion 
lacquer. 

Example 7 

An aluminum foil roughened by brushing is coated 
with a solution which contains 0.16 part by weight of the 
cobalt chloride double salt of the condensation product 
described below and 0.14 part by weight of 85 percent 
phosphoric acid in a mixture of 8 parts by volume of 
water, 55 parts by volume of ethyleneglycol monomethyl~ 
ether and 37 parts by volume of dimethylformamide. 
For the preparation of the condensation product, 30.3 

parts by weight of diphenylamine-4-diazonium sulfate (96 
percent) and 14.5 parts by weight of cinnamaldehyde are 
introduced into 54 parts by volume of 96 precent sulfuric 
acid. The mixture is condensed for 1 hour at 40° C. and 
subsequently the sulfate of the condensation product is 
separated in accordance with the procedure of Example 4. 
For conversion into the cobalt chloride double salt, 4 parts 
by weight of the sulfate are dissolved in a mixture of 40 
parts by volume of 36 percent sulfuric acid and 100 parts 
by volume of isopropanol, 2.5 parts by weight of 
CoCl2-6H2O dissolved in 150 parts by volume of iso 
propanol are added to the mixture, and the precipitating 
double salt is ?ltered off and dried. 
The printing plate thus obtained can be stored for many 
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months. The conversion into a printing plate is as de 
scribed in Example 5. 

It will be obvious to those skilled in the art that many 
modi?cations may be made within the scope of the pres 
ent invention without departing from the spirit thereof, 
and the invention includes all such modi?cations. 
What is claimed is: 
1. A presensitized printing plate comprising a base 

material having a coating thereon comprising at least one 
polyfunctional condensation product of a diphenylamine 
4-diazonium salt with a reactive carbonyl compound hav 
ing at least two carbon atoms, and at least 0.05 mole of 
phosphoric acid of the group consisting of orthophos 
phoric, metaphosphoric, pyrophosphoric acid and poly 
phosphoric acids and taken as the sum of free phosphoric 
acid and phosphoric acid bound to the diazonium groups, 
per mole of diazonium groups. 

2. A presensitized printing plate according to claim 1 in 
which in excess of 1.5 moles of phosphoric acid, includ 
ing that bound to diazonium groups, are present per 
equivalent weight of diazonium groups. 

3. A presensitized printing plate according to claim 1 in 
which the diazonium salt is a neutral phosphate and not 
in excess of 0.5 mole of free phosphoric acid is present per 
equivalent weight of diazonium groups. 

4. A presensitized printing plate according to claim 1 in 
which the phosphoric acid is present in a quantity in the 
range of about 0.05 to 100 moles per equivalent weight of 
diazonium groups. 

5. A presensitized printing plate according to claim 1 in 
which the base material is paper and the phosphoric acid 
is present in a quantity in the range of about 1.5 to 100 
moles per equivalent weight of diazonium groups. 

6. A presensitized printing plate according to claim 1 in 
which the base material is aluminum and the phosphoric 
acid is present in a quantity in the range of about 1.5 to 
5 moles per equivalent weight of diazonium groups. 

7. A presensitized printing plate according to claim 1 
in which the condensation product is metal salt-free. 

8. A presensitized printing plate according to claim 1 
in which the condensation product contains metal salt. 

9. A presensitized printing plate according to claim 1 
in which the condensation product is present, at least par 
tially, in the form of a double salt with a metal salt. 

10. A presensitized printing plate according to claim 1 
in which the condensation product is of diphenylamine-4 
diazonium sulfate and acetone. 

11. A presensitized printing plate according to claim 1 
in which the condensation product is of diphenylamine 
4-diazonium sulfate and pyroracemic acid. 

12. A presensitized printing plate according to claim 1 
in which the condensation product is of diphenylamine 
4-diazonium chloride and paraldehyde. 

13. A presensitized printing plate according to claim 1 
in which the condensation product is of diphenylamine 
4-diazonium sulfate and quinoline-4-aldehyde. 

14. A presensitized printing plate according to claim 1 
in which the condensation product is of diphenylamine 
4-diazonium sulfate and benzaldehyde. 

15. A presensitized printing plate ‘according to claim 
1 in which the condensation product is of S-methoxy 
diphenylamine-4-diazonium sulfate and benzaldehyde in 
the form of the zinc chloride double salt. 

16. A presensitized printing plate according to claim 
1 in which the condensation product is of diphenylamine 
4-diazonium sulfate and cinnamaldehyde in the form of 
the cobalt chloride double salt. 

17. A process for making a printing plate which com 
prises exposing a supported sensitized layer to light under 
a master and developing the resulting image, the sensi 
tized layer comprising at least one polyfunctional con 
densation product of a diphenylamine-4-diazonium salt 
with a reactive carbonyl compound having at least two 
carbon atoms, and at least 0.05 mole of phosphoric acid 
of the group consisting of orthophosphoric, metaphos 
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8 
phoric, pyrophosphoric acid and polyphosphoric acids 
and taken as the sum of free phosphoric acid and phos 
phoric acid bound to the diazonium groups, per mole of 
diazonium groups. 

18. A process according to claim 17 in which in excess 
of 1.5 moles of phosphoric acid are present per equiva 
lent weight of diazonium groups. 

19. A process according to claim 17 in which the di 
azonium salt is a neutral phosphate and not in excess of 
0.5 mole of free phosphoric acid is present per equiva 
lent weight of diazonium groups. 

20. A process according to claim 17 in which the phos 
phoric acid is present in a quantity in the range of about 
0.05 to 100 moles per equivalent weight of diazonium 
groups. 

21. A process according to claim 17 in which the base 
material is paper and the phosphoric acid is present in 
a quantity in the range of about 1.5 to 100 moles per 
equivalent weight of diazonium groups. 
sulfate and quinoline-4-aldehyde. 
material is aluminum and the phosphoric acid, including 
that bound to diazonium groups, is present in a quantity 
in the range of about 1.5 to 5 moles per equivalent weight 
of diazonium groups. 

23. A process according to claim 17 in which the con 
densation product is metal salt-‘free. 

24. A process according to claim 17 in which the con 
densation product contains metal salt. 

25. A process according to claim 17 in which the con 
densation product is present, at least partially, in the form 
of a double salt with a metal salt. 

26. A process according to claim 17 in which the 
condensation product is of diphenylamine-4-diazonium 
sulfate and acetone. 

27. A process according to claim 17 in which the 
condensation product is of diphenylamine-4-diazonium 
sulfate and pyroracemic acid. 

23. A process according to claim 17 in which the 
condensation product is of diphenylamine-4-diazonium 
chloride and paraldehyde. 

29. A process according to claim 17 in which the 
condensation product is of diphenylamine-4-diazonium 
sulfate and quinoline-4-aldehyde. 

30. A process according to claim 17 in which the 
condensation product is of diphenylamine-4-diazonium 
sulfate and benzaldehyde. 

31. A process according to claim 17 in which the 
condensation product is of 3-methoxy-diphenylamine-4 
diazonium sulfate and benzaldehyde in the form of the 
zinc chloride double salt. 

32. A process according to claim 17 in which the 
condensation product is of diphenylamine-4-diazonium 
sulfate and cinnamaldehyde in the form of the cobalt 
chloride double salt. 

33. A presensitized printing plate according to claim 
1 in which at least one of the phenyl nuclei of the salt 
carries a substituent of the group consisting of alkyl, 
alkoxy, halide, carboxy, carboxylic esters, carbonamide, 
cyan, acyl, alkoxy sulfonyl, aryloxy sulfonyll, acylamino, 
alkylamino, arylamino, sulfo. 

34. A coating solution for making a printing plate, 
comprising a solvent and dissolved therein (a) a con 
densation product of a diazonium salt selected from the 
group consisting of diphenylamine-4-diazonium salt and 
diphenylamine-4-diazonium sa'lts carrying at at least one 
of their phenyl nuclei a substituent selected from the 
group consisting of alkyl, alkoxy, halide, carboxy, car 
boxylic ester, carbonamide, cyan, acyl, alkoxy sulfonyl, 
aryloxy sulfonyl, acylamino, and alkylamino, arylamino, 
sulfo, with a reactive carbonyl compound having at least 
two carbon atoms and (b) at ‘least 0.05' mole of phos 
phoric acid of the group consisting of orthophosphoric, 
metaphosphoric, pyrophosphoric acid and polyphosphoric 
acids and taken as the sum of free phosphoric acid and 
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phosphoric acid bound to the diazonium groups, per mole 
of diazonium groups. 

35. The coating solution of claim 34 comprising at 
least 1.5 moles of said phosphoric acid per mole of diazo 
niurn ‘groups. 
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