;_[! Tj TTER CF AN APPLI CATI ON FOR REG STRATI ON OF UNI TED KI NGDOM PATENT
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Republic of_GErnany do solennly and sincerely declare that I am conversan
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transl ation prepared by nme of European Patent Specification No. 0,048, 876,
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Mag®M, 1985. Notary Public Dr. A TRR BEGLSERALEN OF UW@&H&%D%’?
- L /hardenabl e m xture and |i glRARENTSI IN VEINGASORE Material prepared with
this mxture -2- The invention relates to a negative-working light-
. hardenabl e m xture which contains, as the | i ght-sensitive
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'ﬁp' , diazonium salt pol'ycondensation product or an organic azi do
' d and, as the binder, a high-nolecu- |ar polyner which has
Ifonylurethane side groups and which is soluble or swellable in an
aqueous al kaline solution, and is preferably used for the preparation 5{2
printing plates. Mxtures of the generic type indicated have been described
in DE-A 2,053, 363. As the binder, they contain
a reaction product of at |east one alkyl sul fonyl isocyanate, al koxysul fonyl
i socyanate, arylsul fonyl isocyanate or aryloxysul fonyl isocyanate and a
poE%ZEr whi ch coEFagnﬁ Q%gr9§§l groups. However, |ayers which contain
di ni um sal t pol ycond n products and polyners of this type as
- bi nders can be devel oped only if organic solvents are added to the alkaline
devel opers having a pH range of 7.5 - 9.5 described in the above
publication.! The organic.sol- vents which are suitable for these
pur poses and in nost cases are |lowboiling can be injurious to the health
of the user, in addition to causing an. odor nui sance, unless there is
adequat e . exhausti on of the vapors. Di sposal of the spent devel opers
is not possible without observing special precautions. Polynmers simlar to
't he abovenenti oned bi nders, having sul fonyl uret hane side groups, have been

described in DE-A 2,053, 364. These poly- nmers
contain termnal unsaturated radicals in the sulfonyl- urethane side groups
and are used as |ight-crosslinkable - 3-

Light-hardenable mixture and llght sensitive copylng
material prepared with this mixture




r&u@ I f appropriate in conblnatlon wi th | ownol e- cul ar
: y{;iﬂlsable conpounds. These pol yners have not -been used as
Iynerlc bi nders for |l ayers based on other. light-sensitive systens, such
as di azo conpounds or azido conpound evidently due to the fear that
uncontrol | able reactions in |ight ana 6articu|ar|y reactions in the dark

I d- It f h h |
T Ght - curabl e by i ffer Gt RRCRAon - F1at88% ch HEHea e o Biering: gtant-

exanple, in DEhéT&ﬂﬁﬁ?g%@ﬁtﬁﬁgewﬁmcb RS t8insd: ga%P%h %ﬂ%gggggit

desérlbed therein show substanti al |'ess t endenc esire 3951 i nk-

n¥ut han conpougémpbaniipa a%&bh@uﬁcs@lﬁ' 9%1958H9§n95t%hh§95¥1uc% %?' dpside

groups Si nce, however, this tendency I1s always present contra
saturated bi ndeosgannd aandbecbrpBhatCaAd, NagORReCBIAIei hhﬁlghﬁﬁ%ﬂ%%
ther-  mal |y unstabl e conpounds, such as di azo conpounds or azi do conpounds
conbi nati ons of 1ahi polyperhakiechi hher sallgeagiaveidade kideagrbigsobBhacknetn
the invention to propose light-sensitive mxtures of the indicated generic
‘type. which canidesdéveleped, swgllhblasénotnaagakvest alkaeingosolnghibul,i ng
devel oper: nore readily and nore reliably than known m xtures, but which in.
other respects ﬂ%@elﬁhﬁfqﬁglatheupﬁdpéorlGbeoﬁreparhmmmn ofppragting
materials. The |nvent|on relates to a’light-hardenabl e mxture which
contains, as thRM®F@Bt-sensitive conpound, a di azoni um salt

polyc@ndensatron product . or an azido compound, and, as the binder, a
hi gh- mol ecul ar pol ymer %h*EﬂrﬁﬁsoguFFSngﬁneﬁﬂﬁtﬁ&ﬁ@ sﬂéécaﬁédpgaaﬁdbﬁhhch

s sofuble or aées Rfbed in - . DE-A ! 2,053,363. As

the binder, they contain a reaction product of at least
one alkylsulfonyl isocyanate, alkoxysulfonyl isocyanate,
arylsulfonyl isocyanate or—aryloxysulfonyl isocyanate and
a pelymer which contains hydroxyl groups. However, layers which
f e contain dlazonlum salt polycondensatlon products and polymers of
i | this type as binders can be developed only if organlc solvents are
akmd'unthezﬂkatum Qﬁ@hxmrsﬁhawug a;ﬂiram@ of 7.5 - 9.5
describod inlfhe above publication.!  The organic sol-

Cy

‘vents which are suitable for these purposes and in most

cases are low-boiling can be injurious to the health of
the user, in addition_to causing an odor nuisance, unless there
is adequate exhaustion of the vapors. Disposal of
the spent developers is not possible Qithout observing
special precautions.
Polymers similar to the abovementioned oinders,.
having sulfonylurothane side groups, have been described
in - f DE-A.i: 2,053,364. These poly-
_ mers contain terminal unsaturated radicals in the sulfonyl-

} u#ethane side groups and are used as light~crosslinkabie



L4 11 abl e i n an aqueous- al kal.i ne sol ution; and wherein the pol yner
contQiAs al kenyl sul fonyl uret hane or cycl oal kenyl - sul fonyl ur et hane si de
groups. ., According to the invention, a light-sensitive copying mat- eri al
B the preparation of printing plates—|§ al so proposed, which copying

material is conpggedigfisa $¥PBBhropRdatel iaNEoRBY ﬂgmﬁghewh%ﬁeﬁownhﬁﬁe—

contains, as the |ight- sénsitive conpound, a diazonium sa

polycondensatloaupapdysazméragaangaebﬁpa&hag Cowpowﬁesengolyﬁe&%eh@b@dﬁbm a
hi gh- nol ecul ar pol yner i ch has sul fonyl ur-et hane side groups and which is

solabl € or at |‘pash awebl abl poipmapriagueaderal kaki naysekubheed andowherei n
t hi pol yner - cont ai ns al kenyl sul f:onyl uret hane or -

cyc oaIkenylsullmgytusenbaneveldgsgemapssu&heasndaanbabedpsuhﬁenpbuaeﬁhanes
contained in the mxture according to the invention are reaction pro- ducts
of pol yneric substpavags, mﬁvcﬁenbhyaduadnlthemfearfmbathydconyrogdabps and
of sulfonyl isocyanates of the general formula. R-SONCO 2 in which Ris
an aliphatic orregerdanpphat Léghidrodl PRatigpragray reastions doufhe Hend.

In general, the radical R contains 2 to 12 carbon atons and one- or two,
preferably one, wailsf regud tdbredyl sheycnabinkftiRn of dwoatdrshytuapteugiichherd at t er
preferably has 2 to 4 carbon atoms; preferred cycl oal kenyl qroups are those
ha- ving 5 to 8ldghfosuxebds. by dlffE%&@Gl@§Q&&@NﬁMNI pro%@HﬁP 1% By,

ggthsnegyé|gLexC§at §X§gr$§6%@ h aXﬁ @Eeﬁ %R@g%Pﬁggenyl and
% : page 7, lines 6 - 9, that the compounds-descrlbed therein
i show substéntiaily 1eés tendency to undesired crosslink-
ing than compounds having acrylic acid side grouﬁs or
methacrylic acid side groups. Since, howevef, this tendency
is_always present, in contrast to saturated binders, and -
can be reinforced in some cases in the presence of ther- |
mally unstable compounds, such as diazo compounds or
azido compognds, combinations of this type have hitherto
| " been avbided.

It was the object of:the invention to propose
light—sensitive'mixturés of the indicated generic type,
which can be developéd, by the use of a solvent-free, non-
polluting deVeloper;more reaG¢ily and more reiiably than
known mixtures, “but wiich in other resﬁe-cts have the desirable
properties of the known copying matérials. |

The invention relates to a Iight-hardenable mixture
which éontains, as the light-sensitive co&pqund,a(ﬁazmﬁum
salt polycondensation product or an azido compound, and,

as the binder, a h;gh—moleculan polyirer which has sulfonyl-

urethane side groups and which is soluble or at least




ryclohexenyl radical s are particularly preferred. The pol ymers present
i'n ®&hef mi xture according to the invention contain, bonded to the key atons
whi ch"carry the hydroxyl. groups in the starting polyner, the grouping

#© CONM S02-R in which the hydrogen atem4 n the position on the nitro- gen
I's activated by the carbonyl group and the sul fonyl group to such an extent
that it can bewellilmibiat dch @1 &queshen dlkalEars soflaquenuaril kdtdre B85 the
result of which devel opnent- wi th aqueous-al kali ne devel opers becones "pos-

si bl e. It haspedumegecondaids slkenysisnglfonytihate thizeeunor atalroatldtnyl-
sulstonyl ur et hanes_deéscri bed above, in conbina:- tion with diazoniumsalt
deycondensatﬁMiﬁﬂﬂﬁ%RﬁQﬁn%ﬂﬁuﬁqdﬁuﬂ%?%ﬂﬁCh can readily and cleanly be
devel oped with purely aqueous devel oper sol utions,.whilst. correspaondi ng

| ayers containing sat Lﬁ‘g‘ﬁ’é%llr‘gug? e UM ﬁh‘?ﬁb ﬁoﬁﬁm}?%enﬁ& VredF?fG’lg‘g Bl e
16 of = DE-A 2,053,363 \ require at |east a snﬁll' ropQrtion, aq?ngﬁengr-
ably -al most 5ENEL Forabhe PEERATEtEYt P& NG &1 8RR MB fes° PARPPRE mIPE" i t-
was found that, surprisingly, the storage stability of the copyin

mat eri al s contCePYEgMatREERY Lt SeTRAFT &fsﬁﬁ‘ﬂipr%teg’fisa ﬂdﬂh?lﬂ\ai%%@g’llﬁ 1588% er
t han that of cor-_ respondin terjals containing saturated,. _ . _ -
sul fonyl ur et hé‘ﬁ\-}&b eﬂ‘f‘gaﬁéﬁ’y r§ . iﬂggﬁfﬁ?rﬁl%bv%tﬁc%bwqﬁi’et%ﬁ%&wﬁ?éﬁl inthe”
mxture aCCOf%%ﬁQ g%;ﬂﬁ§§ﬁbﬁﬁgff§%‘yﬁ%éﬂgwmbé“ﬁhf§%ééﬁ¥8 a7 dd compound

2,053,364, as alre “oned. _
) .and, as the binder, a high-molecular polymer which has

| sulfonylurethahe side groups and which is soluble or at
least swellable in an aqueoué—alkaline solution, and.
wherein the polymey contains alkenylsqlfonylurethane or
cycloélkenylsulfonylurethané side groups.

The unsatdrated sﬁifonylure£hanes contained in
the mixtﬁre according to the invention . are reaction pro-
ducts of polymeric substances, which contain units.with
free hydrox&l groups, and of sulfonyl isocyanates of the
general formuia. .

R - SO

SNCO

in which R is an aliphatic or cycloaliphatic radical ha-

ving at least one double bond.
In general, the radiéal R contains 2 to 12 cérbon
-atoms gy one or two, preferably one, olefinic doublé bonds.
If R is an alkenyl group, the latter preferably has 2 to 4
carbon atoms; preferred cycloalkenyl groups are those hé—
ving 5 to 8 carbon atoms. Exampies are vinyl, propenyl,_
“allyl, but-4-en-1-yl, cyclohex-3-en-1-yl, cyclohex-l-enyl .and
methyl-cyclohex-3—en-1-yI radicals and the like. Propenyl and

cyclohexenyl radicals are particularly preferred.



th l-owi ng can be used as the starting polyners, containing hydroxyl
. gfougs/ for the preparation of the -6- polynmeric unsaturated

sul fonyl uret hanes: partially hydro- |ised polyvinyl -esters; polyvinyl .
fetal s with unconverted vinyl al cohol wrBts, epoxide resins with free OH
groups, partial esters and ethers of cellulose and terpolyners of poly- -
vinyl “chl oride, polyvirihe seekyrersirotylyi wyltm dohetureckeeengingutyr al s
and pol yvinyl formals, which have free OH groups and are commercially :
avail abl e, are §he tiNVeRitken \CaRFa D PIVEY HeO pFRPHFAY | BFOBF YRALCH ‘P\ﬁ%ﬂé
Thessulfonyl isgcyanates necessary for the pre- paration of the binders
used .accor di ng % }Iw(?’f%ntgwlgﬁ el ekh® |% ann g polymer, the grouping
DE-C 1, 297,601. Suitable -diazoni al t_ polycondensation pr.oducts are the
condensatlon products of aromatic éggéﬁﬁr%éb§%lts capabl e of condensati on,

o, Sxarm <. SnOSF il RS S AL SRl Pl 8 hEoREES:

products are u&&% , 2dd z%gﬁﬂg1%ﬁé [

contai n ot her tgn%hlé%hEFEIﬂﬁ& %tcéﬁﬁégyf ve and whi ﬁ %?e %ﬁflved
from conpounds £apgdl & Au&Pan d&;@é&ﬁt%at Ni Pagih O 381 BRORBREEE 481 ges,
phenol s, phenol™ ethers, aronatic thioethers, aromatic hydrocarbons, aroma-

tic heterocycl I;ﬁr&wmwdﬁeaml Of GAhE@E | m@mﬂeSas ThesesePpdensehi€n-

products are described in DE-A 2,024, 244. GEneraIIy, all those dia-
zoni um sal t polgeasickgmsen £ ont i oahmécsu@xzelmimé)l@ewu@ﬂseﬂg €becomes pos-
P sible. |

It has now. been found, surprisingly; that the un-
saturated sulfonylurethanes described above, in combina-
tion-witﬁ diazoniﬁm salt pelycondensation products, give__
1ayers:which can readily and cleanly be developed with
purely aqueous developer solutions, whilst corresponding
layers containing saturated sulfonylurethane poiymers' |
according to Example 16 of DE-A 2,053,363

\' require at least a small proportion, and prefer-

ably almost 50 %, of an organic solvent in the developer.

'Furthermore, it wés found that, surprisingly, the storage
stability of the copying materials containing unsaturated
sulfonylurethanes is not noti;eablyfpoorer than' that of cor-
responding materials containing saturated sulfonylurethanes.
The polymeric unsaturated sulfonylurethanes used
in the mixture aécording to the inverition are known pér se
from DE-A "1 2,053,364, as already
mentioned.
The folloWinglcan be used as the starting.polymers,

containing hydroxyi groups, for tﬁe preparatiop of the



ﬂesqrrbed in. DE-A 2,739,774. The di azonium salt
unltsjhre preferably derlved from conpounds of the formula [err] in which
Xis the anion of the diazoniumconpound, p is an inte- ger from1l to 3,
Rl.is &n aromatic radical having at |east one position capabl e of
condensation with an ac- tive carbonyl cenpound,[err] is a phenylene group
and [err] is a single bond or one of the groups: [err], 4 4

4 5 [er rjolwretic vimesaturgted suhfiohgelufe bhageso partiatly hudber
from2 to 5, R is hydrogen, an al kyl group having 1 to 5 C atons, "an

aral kyl' group hbiseq rigolmwnlz esheods peluviayy ag@b@bswamgueceavgzt@d
ationms, and 'R is an arylene.group having 6 to 12 C atoms. Further suitabl’e

| i ght -sensi ti vevisyipalosisl arat‘éowpnni@m%:tmomm gheerbHegnoups or panteal

azi des, ~and in {tlcular OMFHD|€EU omati c @ | do cgn&ounds Mhli
contain at .| eastStSHS 32U HrOIHs B¢ 1 oPPOWFREPO LY BEER afthI BE 1Y

A e e aP PR of 8 P B %52- %?e*zi‘?‘ﬁe-%ﬁ‘%z?%y"b‘a?ﬁo%ﬁ‘é%ﬂé:

4,4' - di azi do- dlphenyl é?ﬁﬂglﬁflﬁv?gkgﬁg %9i§§95§£358£82fs, which have

4,4' -di azi do-di benzal ac

1, 3-bis-(4-azi dgrp %e@ﬁlér h9PaRA - 8p&. c&mﬁeb ally avall?b e, are parti-

(4-azi do- ci nnai noyl oxy) ane 4, 4" Zdi azi do-benzal - cyc exanone,

4, 4" - di azi do- bQﬂ&?éPY§|Q@fﬁé@?@efgfsﬁﬁéOﬂfépéﬁhgléﬁdof the binders.
2, 6-bi s- (4-azi do- benzal ) - 4- et hyl - cycl ohexanone. Further exanples are the

aZ|dQ$tyryI conpounds The mﬂfonyllsocyanatos necessary for the pre-

~paration of the binders used according to the invention
are described in | o DE-C -+ 1,297,60L.
Suitable "diazonium salt polycondensation products
are the condensation products of aromatic diazonium salts
capable of condgnsation, for example those of diphenyl-
amine-4-diazonium salts, with aldehydes, preferably fofmal—
dehyde, With particular advantage, co-condensation
products are used which, in addition to the diazonium salt
E units, also cohtain_other units which are not light-sensi-
tive and which are derived from compounds capable of con-
: densation;'in particularlaromatic anines, phenols, phehol
ethers, aromatic thiocethers, aromatic hydrocarbons, aroma-
tic hetefocyclic compounds and organic acid amides.
These condensation procducts are described in
DE-A 2,024,244, Generally, all those.dia—
zonium salt polycondensation :products are suitaﬁle which are
deséribed in | bE-A ‘2,739,774.
o The diazonium salt units. are preferably derived

from compounds of the formula (Rl—RS—)pRz—N X in which

2



srentioned in R . GB-A 790,131, the azido-imdazolyl
-cwﬁggghds mentioned in DE-C 950, 618 and -t he di azi dostil bene conpounds :
nmentfoned in - _ US-A 2,848,328. In general, the m xtures\.
#&ccordirng to the inven- -8- tion-cptain 5 to 90, preferably 10 tao 70,
per cent by wei.ght of diazonium conpound or azido conpound and 95 to 10,
preferably 90 0 i3),ipey areinn byf weheghdiaforihen biommoundsagr | bedambivee-
relative to the weight df-allthe-fon- vol atile constituents of the mixture.’
To stabilise tlgenifynm dertd t3 veR i Lare, arenasiadvatiegeduavingagt to the
m xture a conpound having an acid character. For this purpose, m neral
a%s and st ronrgafyane Rrselaarcarakbe R ferdnsaki ¢ Vpﬁmpem)-a%c

acrtd, sulfuric acid, perchloric acid ic acid cw¥i;toluenesulfoni@ aci d

b
are preferred. tive CamonsphFomPAN: i% a Pt tPRINVTIRE SETPER| AR d.
Pl astici sers,  adhesi on pronoters, dyes, pignments, color;for ner§4and ot her
resins can al sdHhé a?fdé@'? (r)g)‘ﬂfi ?ﬁ'%%/‘?ﬁ e%f %ﬁ% SRR aﬁ%é]'gargqmbf_ oT* t hese
ccor ding totROT R gt~ -G R Bl b, SRl o v akeh T e
that the -added nmg{erial s do not_4absord a i ye: pr '
actinic |light nggisshry or %?oss ?ﬁiiangﬁ%8%§E§¥r%%J%§%?ﬁggp PIO&hg
light“senSitiViﬁd’éf‘ﬁ”fﬁ“é(ﬁhmber from 2 to 5, R* is hydrogen, an

| alkyl group having 1 to 5 C atoms, an aralkyl group ha-
i ' | ving 7 to 12 C .atoms or an aryl group having 6 to 12 C
| afoms,and R5 is an arylene group having 6 to 12 C atoms.
Further suitable light—sensitive,compounds are
1ow—%qleéu1ar or-high—moiecular organic azides, and in
particular low-molecular aromatic azido compounds which
.cdntain'atileast two azido groups. The following are
examples of suitable compounds: 4,4'-diazido-stilbene,
: 4,4'—diazido—stilbene—é,2'—disulfonic acid, 4,4'-diazido-~
%_ benzophehone, 4,4'-diazido-diphenylmethane, 4,4'-diazido-
dibenzalacetone, 4,4'—diazido—dibenzalaéetone%disulfonic
acid, 1,3—bis—(4—azido—phenyl)~propan—2—one, 1,2-bis~-
(4¥azido—cinnamoyloxy)-ethane, 4,4'~-diazido-benzal-
cyclohexanone, 4,4'—diazido—benzalcyclohexanone—disulfonic 
acid and 2,6—bis—(4—azidoabenzal)—4—methyl—cyclohexanone._
Further examples are the azidostyryl compounds
mentioned in ' _ GB-A 790,131, the
azidq—imidazolYi compoundslmentioned in
DE-C 950,618 and the diazidostilbene compounds
mentioned in . us-A. 2,848,328.

In general, the mixtures according to the inven-



fhe 4ight-sensitive mxtures can al so contain dyes and/or pignments, whic
cdan-Beth act as contrast agents and strengthen the |ayer. Possi bl
dyes are indicated, for exanple, in US-A 3,218,167 and US-A. 3, 884, 693.
Particul arly suitable exanples are Victoriga Pure Blue FGA, Victoria Pure
Blue BO (C. 1. 42595), numlachite green, -9- crystal violet, Victoria Blue
B (C 1. 44045), .Rhodan . (GA - Q). 1EAL (GJ

Neozapon Bl ue I'Eﬁgn( C?"Ig‘.nq‘%&?‘vgr?tN OBI‘Jl(J_)Ié ?g)%]ﬁ%ieﬁ,]@?alﬁ q%l u%;%’sgietr- acc%gf%?g
Sarmar on Navy B l5 4Bl (N, - : Zapon.
Fast{ Fire Rd. g%?gh l(gr %%gd%ﬁ%%l%tcgﬁwu?g %?WI%(%C‘I% (Clgéﬂ(%)él)z?dlarrag%dh;ﬁp otrzgng-e_
(G J. 13025) onophemulrazediRhemy l@mate pfeah g t8d WellpH i Jeadid b i p MRge
contrast after exposure. Wthin the scope of the invention, the follow ng
di stribution byeweirghledofapiohe ,meh d40IRQ Nt wdddiidives i td18 . the non-
light-sensitive mxture is preferred, relative to the content of .
non-vol ati |l e cerdbitideniconsttiaieent s @ fSahd e xdnwt.i t uents of the solid

li ght-sensitive |ayer ob- tained after the evaporation of the solvent. Acid
0 to 5 %Dye or pignefo stabilise the light-sensitinv® tmixitur%, ndgels

" contrast pronoter (dye) : 0to 10 % Commercially, the

| i ght - sensi ti vedvient@gesousc-toc@ddl g ttdret b Ntwnentd eempwrisk haseidng ran he

formof a solution or dispersion, for exanple as a so-called resist,
acid character. For this purpose, mineral acids and

P _ strong organic acids can be used, amongst which phospho-

ric acid, sulfuric acid, perchloric.acid, boric'écid or
i ' p-toluenesulfonic acid are preferred. - Phosphoric
acid is a particularly suitable acid.

Plasticisers, adheéion promoters, dyes, pigments,
color-formers and other resins can also be added to the
mixtures.

The nature and amount of these additives depend
on the envisaged field of application of the mixture
according to the invention. In prihciple, care must
l : be taken here that'the added.materials do not absorb an

excessive proportion of ﬁhe actinic light necessary.for
crosslinking and thus reduce the light-sensitivity in
practice.

The light-sensitive mixtures can also contain
dyes and/or pigments, which can both act as contrast
agents and strengthen the layer. Possible dyés are
indicated, for example, in US<A 3,218,167 and US-A.
3,384,693. | |

Particularly suitable examples.are Victoria Pure

Blue FGA, Victoria 'Pure Blue BO (C.I. 42595), malachite green,

<



@nd,phg§e are applied to an individual support, such as * is custonary,
fol exanple, for chemical mlling, for the production of copied circuits
stencils, labeling, screen-printing forns and the like, and are exposed af\
ter drying and i nagewi se devel oped by the usgr_himself. In this case, the
constituents of the |light-sensitive mxture are dissolved in a suitable

sol vent. c SO0 i o ket Onasct@Fkersuang et her sqa4009) t henbikfindee

sui tabl e as sol vents. Partial ethers of glycols or ketoalco- -10- -

hol s, - for exanpuimy etdyt engspbo¥pl Fasorethyl ether, 26828) pro¥edabonbBlue
advant ageous solvents for this purpose. The light-sensitive m xture

acg?rding to t heLE nfent i osotadnt BYey er)) al Bpibeiant keledsadr-beetdtar |y wel |
in“the formof a solid light-sensitive |ayer, present on a support
mat-eri~al , for, tSemaradulavynBéiieprOnasol Bloe nBN, r@énel BluagBs2 @tch _
resists, stencils, matrices, screen- printing fornms, individual copies and
the like. (C. I pa4i6QUl andy Zapsuy tRaat dpptd deid dh (G T.epi38htldd by
storage-stabl e pre-sensitised printing plates for plano- graphic printing.
The coating of the supd@??aﬂh%e¥¢b}°Ws(£fiec%%965Pon$§ bygpPrﬁPéeorganic
solvents or solyent m xtures, and in particul ar_by_die-coating, spraying or
di ppi ng. Exanpl 65 bt LIPTRbI ¢r ERERYL 82t tORERKLERERE SPRKDS COBRE FOF
mechani cally, chemcally apd electro- chem cally roughened al um num :
anodi cal |y oxi dH AR APHIR nhifh 1 BP8RI SRR 4P Eo>pbr T et FEP P Pm or cel | ul ose

aceta?é film nylon Within the scope of the invention, the following
i distribution by weight of the most important additives

in. the light—seﬁsitive mixture'iS'preferred, relative.to

‘the content of non-volatile constituents, fhat is to say

the constituents of the solid light-sensitive layer ob-

tained after the evaporation of the solvent.

Acid R : 0 to 5 %
Dye or pigment . .+ 0 tol0 %
Image contrast promoter (dye) : 0 to 10 %

Commercially, the light-sensitive mixtures ac-

cording to the invention can be used in the form of a

solution or dispersion, for example as a so—éalled resist,
and these are applied to an individual support, such as
is customary, for example, for chemical milling, for the
-production of copied circuits or stencils, labeling,
screen-printing forms and.the 1ike, and are exposed af-
ter drying and imagewise developed by the user himself.

In this case, fhe constituents of the light-sensitive
mixture are dissolved in a suitable solvent. Alcohols,
kefones, esters and ethers, and the 1ike, are suitable

as solvents. ~Partial ethers.of glycols or ketoalco-



$i x gayze and the like, it being possible for their sur- faces to have be n34
Subjseeted to a pre-treatnent, if re- quired. . The support material can
here have the func- tion of a final support or that of a tenporary support\
faterial, fromwhich the |ight-sensi&Ove |ayer is trans- ferredby neans of
| ami nation to the workpiece which is to be processed. The recording '
material prepBPéd Wik erempde sthydene glveodponemedly ehhed i have
enpl oyed, ont he one hand, for the productiqn of i es_qgn suitabl e supports
or receiving BRE¥ES XRdPeoRIREtEEROVSHERDVeRdS gﬁg FgS PUrPOSS-on of
reld efs which are useq as._printing fqrnms, screens, resists and, the like.
Furfhernore, it is al ggep(}%é;:hgzl" e?l(?l&slget i X5l %@ﬁﬁdﬁﬂge%r‘ﬁ res for’
t he preparati l.acq S i an har d _ WV radi at.i on and i ch
can be em pl gygggkgé‘%glu;é%lde p?”%tbreect’i (‘S’ﬁ,%oor%ef g’%‘;‘?‘ﬁ%%fjorprﬁﬂ%dﬁu&ﬁr y &qlm]i ng
I nks which can,b a e ~ sBanti eyl arly .pr.ef.er ) IS
used for the gPeSQEagﬁgﬁ gfbélg%&&?i&ﬁﬁ%&pgﬁh%ﬁﬁé%%b}%gkx?h pfg%ﬁ#g#fed
support mat er hakyBeRd FHEAUT, AHTIRUMPMIGER tiSrPlost H33HRE e dridsS,
purpose in a customary manner, for exanple by nmechanical,. che- mcal or
el ectrochenm calk1he¥ghaRigRe ,aRdch fredARMAN! istletici 18UbsRAYARe ANGEreen-
oxidation is particularly preferred. A further treatnent of this support
materi al, for pexakihg Wolrfhsyoliyndiflduaas ploeyiied agidd.thal kalke.metal i licate,
phosphat e, hexafl uorozirconate, chromate, borate, poly- : :
N particularly important application is represented by

i storage-stable pre-sensitised printing plates for plano-
| ' graphic printing.

The coating of the support material is effected
from épprdpriate o}ganic sokvents or solvent miktures,
and in particular by die-coating, spraying or dipping.'

Examples of suitabie supports are magnesium,
Zink, copper, mechanically, .chemiéally and electro-
chemically roughened aluminum, anodically oxidised aluminium, steel
and also polfes;er film or cellulose acetate film, nylon
fix gauze énd the like, it being possible foér their sur-
faces to have been subjected to a pre-treatment, if re-
qﬁired. The support material cah here have the func-
tion of a final support or that of a temporary support
material, from which the lighit-sensitive layer is trans-
ferred by means of lamination to the workpiece which is
to be processed.

The recording material prepared with the use of
‘the light-sensitive mixtures is employed,on the onée hand,
for the production of images on suitable supports or

receiving sheets and, on the other hand, for the pro-



sacyyl am de and cel | ul ose derlvatlves i s advantageous: The copying
nateLkaIs obtained fromthe mxtures are processed in the known manner by
|nagemnse exposure and. washi ng-out of the unexposed |ayer areas with a sui
¥abl e 'devel oper. The copying materi al _ig1exposed in the known nanner under
an original, using sources ‘of copying Ilght which emt the greatest

possi bl e specghati s 0per he0Bet8 LhecReareULLEE- 4EObRinkaAge forms, Exposure

can al so be effected by laser radiation. - Lasers of approprlate power ,
whi ch are SU|ggpégngprréég@dgahhgnthgrQlkelatlvely shortwave | asers, for
example Ar |asers, krypton-ion - 12 - lasers and hellunicadn1un1lasers

whi £h enit approxi mat Burkhebabreeni80@sanis600oskblandoi askheéhease of some
I§?¢ ers also [err] lasers which emt at 10.6 [err], ‘or yttrium

al unmi num gar nkightssessihich miktuatslfo6 kherbreﬁbeameoelomeﬂasqharsons
used are aqueous-al ka- |ine solutions having a pH value in the range from$8
to 14, preferebighican delmrigpgthycit ardibtfipor apdl wbichocanxhepkea-

wat er - sol ubl e. al kal i metal phosphates, alkali netal silicates, alkali netal
bor at es, aIkaPlOﬁ@@aﬁScﬁPﬁéﬁa?e@rO§PRéﬂpnﬁe9§lfQ@eﬁB?e§°6muéﬁﬁapp fdt al
benzoates. Further constituents used are sur- ctants, preferably anionic
surfactants, BR#CIREapPKEprafa, C%ﬁt Be- haygensd gypBYyrrers Al t hough
the copying material s_accordin entlﬁg are preferably processed

W th purely aqueous BEUERBRLPELY PrEARTBE ! ay SRPadesterFn LooPeith (ohscs,
for exanple m@ﬁe grggégg 13%tgfluggko%rapn C prlntlng forms, the pre-
% ferred support materlal being aluminum.
Aluminum which is preireated for this purpose

iﬁ a customary manner, for example by'mechanicél, che-
-mical or electrochemical rodghening and, if appropriate,
eubsequent anodic oxidatioh is pérticularly'preferred.

A further treatment of this support material, for example
with polyvinylphosphonic acid; alkali metal silicate,
phosphate, hexafluorozirconate,_bhromate, borate, poly-

acrylamide and cellulose derivatives, is advantageous.

The copying materials obtained from the mixtures

_are.processed in the known manner by imagewise exposure
and washing-out of the unexposed layer areas with a sui-
fable'developer.

The copying material.is expoeed in the known
manmer under an original, using sources of copying light,
which emit the greatest possible spectfal proportion.in
the near ultra-violet range. Exposure can also be
effected by laser.radiation. Lasers of appropriate
power, which are suitable for irradiatien, are relatively

shortwave lasers, for example Ar lasers, krypton ion




8itive .conmpounds of |OM/SO|UbI|Ity in water or when alkali-insoluble resin
are added to the light-sensi- tive mxture, to add small proportions, tha
is to. say |less than 10 % by weight, preferably |ess than 5 % by weight, of
8 gani ¢ sol vents which are niscible_wijbh_the solution. The devel opnent
can be carried out i-n the known manner by dipping, spraying, brushing or

dabbi ng. The hhgglssﬁﬂﬁ'th§uﬁVéhﬁh@SmaQ%%%@bngthchh@mh%V%@bb@&lh@Mﬂhlhe
fol | ow ng advant ages: have a high light-sensitivity 1in practice,

scope for shagp dbt%eeaneoetaaa Bebwaa) aRAYEnakReS cake BINsomRYa ag-eas

hi gh resol ving power, easy and conpl ete devel opment w thout stains, high
pri nting runSersoadsocomgauebekstwh@Ehtb&l&OQStuDuenpm obrtb&ﬂﬁﬂmm-ln t he
-18- solvents suitable f coating, for exanple ethylene glycol

monoinet hyl et heomistihypereegl Yesk rsowbdchy emdgtthert, 1di0&cpmone- al cohol and

m xtures of the above solvents with butyl acetate, ethylene glycol nethyl
~ether-acetate and net e d@@bdppbrkepdweloaﬁdu§@dp@rbo@qM@mmﬁﬂﬁihﬂ—opnent
in solvent-free aqueous devel oper solutions. The exanples which follow are
i ntended to |ﬂﬂﬁ@-Spﬂaﬁéoﬂﬁehﬁﬁﬁéﬁt@o@H ValuePéPt§h@ynﬁ&%ﬂu rofd Sdit s by

vol ume have the-sane rel ationship as th %wﬁ and percentage dat a
and quantitat ife PRELES2RLY 1O K& &ﬁde?%¥%ﬁk19%? Pt?“@feﬁbl TSsunl ess

ﬁ;eted othermnse examnqgewgt%% %o %& kWilgRe%aﬂfﬁ%osn aESEKKdR”E¥n%ka1

silicates, alkali metal borates, alkali metal carbonates, alkali metal
acetates or alkali metal benzoates. Further constituents used are sur-.
factants, preferably anionic surfactants, and, if appropriate, water-
soluble polymers. Although the cepying materials
-according to the invention ‘are preferably processed wiﬁh
éurely aqueous developers, it can be.advantageous in
certain cases, for example when combined with light-sen-
\ ‘ sitive compounds of low solubility in water or when
P alkali-insoluble resins are_added to the light-sensi-
tive mixture, to add small proportions, fhat is to Say

less than 10 % by weight, preferably less than 5 % by

weight, of organic solvents which are miscible with the

solution. The development can Ee carried out in the
known mmanner by dipping, spraying, brushing or dabbing.

| The light-sensitive mixtures according to the
invention have the following advantages:

They have a high light—sensitivity in pfactice,

.scope for sharp differentiation between image areas and
non-image areas, high resolving power, easy and complete
development without stains, high printing runs, good

.compatibility of the constituents of the layer in the



viei give ‘of vinyl butyral units, -2 % by weight of vinyl acetate units

27 @6by wei ght of vinyl al cohol units, were dissolved in 170 parts by

viei ght * of anhydrous tetrahydrofuran. _ 13 - A mixture of 5.11 parts’ by

wei ght of propenylsul fonyl isocyanate and 30 parts by weight of :

t et r ahydr of ur asomeengddedidenpei ¥ rakoa@afg!,eHREY @xaple b&h&h%n@purse Of
15 minutes to the clear solution. In doing this, the internal tenperature
rose from abougl§col monomethyl@tRerC eahgheunt élyﬁol mono&itRy30lettihieqt) 'Was
stirred for -a further 4 hours at' roomtenperature and then added drop- w se
td 5, 000 par t sdbpcesoreadcohafleand mixtureise ofhithe, abioyeo s lyeotscwith™ -
obtalned was filtered off with suction and dried. The yield anpbunted to
16.4 parts by Retyht a@fet&tsol by 1ehiec i lyad 1la medhydnietgepoiace teftealoodt 161
C and.an acid nunber of 81.0 - 14 - A coatln% sol uti on was prepared
from 97.0 part BehPYhei§RPUSH 1t K& tHNGdefNde $§60PEed oAb HPadyAgey el apmenty

wei ght of a dlazonli glﬁrpolycondensatlon product prepared from1 nol e of

3-net hoxy- di ph8n§P §PaZOHERMSs (EVELOPERd SPLNSILEDSH Y and
4, 4' - bi s- met hoxynet hyl - di phen et het strength phaosphqri ¢ _acid an
isolated_as the nesityl g gﬁﬁ%B%SFewnicg %3# §wb?nﬁe9§ﬁanﬁdp Qs pd™Se aci d
(85.96’ trate the invention. Parts by weight and parts by

. ‘.‘ ) .

¢ing a mol ecul ar wei ght of about 70, 000 - 80,000, and containing 71 %)by%§§i/'

volume have the saime relationship as the g and cms, and
% percentage data and qﬁmﬁﬁtaﬁwe ratios are to be understood

as units by weight, unless stated otherwise.
Example 1

11.3 parts by weight ofla polyvinyl butyral hé-
lving'a.molecular weight of about 70,000 - 80,000, and'
containing 71 % by weight of vinyl butyral units, 2 % by
weiéﬁt of vinyl acetate units and 27 % by weight of
vinyl alcohol units, were dissolved in 170 parts by weight
of_anhydrous tetrahydrofuran. A mixture of 5.1l1 parts
by weight of propenylsulfonyl isocyénate and 30 parts by

weight of tetrahydrofuran was added dropwise at room tempera- -

P e e - o an

ture in the course of 15 minutes to the clear solution.
In doing this, . the internal temperature rose from abouﬁ
25°C to about 31°C. "  The solution was stirred for a
further 4 hours at room temperature and then added drop-
wise to 5,000 parts by volume of water. The white, .
fibrous product obtained was filtered off with suction

and dried.

The yield amounted to 16.4 parts by weight of -
- | _
a polymer which had a softening point of about 161°¢ and

an acid number of 81.0.



#3.5 parts by weight of Viktoria Pure Blue FGA (C.|. Basic Blue 81)-and 1.
parts by wei ght of .phenyl azodi phenyl ami ne in 3,500 parts by wei ght of

et hyT'ene gl ycol. nononet hyl ether and 1,036 parts by wei ght of
R.etrahydrofuran. The solution was appl ipd to an alum numfoil which had
been roughened by brushing with an aqueous suspension of an abrasive and
then pretreated with’ %.5% rel - M _
pol.yvi nyl phosphoni ¢ ag}3?£g#§&aé§ﬂﬁ%¢%ggqﬁﬁgﬁ%o j#ﬁ%Pﬁgﬁg? was exposed

- under a_negat igée (P iy e 3 1585ONdS i drlid TR rfAld A bp Of 5 kW

power. The exposed | ayer was treated wth a devel oper solution of the

fg_‘lrj.ovw' Ng conpmsid ittt bypard SpHy oei gl Hiosadh wal eyl ysshdaiat o
pafts by weight of sodiumnetasilicate x 5 H20, 1 part by wei ght of

tri sodi um phosphat.e x phibdidk gneefrdd pards Dymos gt Dimewdtiexyby nmeans of
a dabber, t he unexposed | ayer areas -15- being renoved, and then
rinsed with water and dirprethy Xamirhe-4aplyazorsiwp Sulfate @dverméld nof
conti-nuous tone step wedge having a density range fromO0.05 to 3.05, the
density increnment bei iy 4.5 s-westhgiiyne fhy lydipharkehesithadn n sk - f ed
of fset machine, the printing plate obtained gave a run of 30,000 sheets.
Exanpl e 2 _ strength phosphoric acid and isolated as the
| ' mesitylenesulfonate,
4.8 parts by weight of phosphoric acid (85 %),
3.5 parts by weight of Viktoria Pure Blue FGA (C.I. Basic
Blue 81) and
1.6 parts by weight of phenylazodiphenylamine in
3,500 parts by weight of ethylene glycol monomethyl ether and
1,036 parts by weight of tetrahydrofuran.
The solution was applied to an aluminum foil which
had been roughened by brushing with an aqueous suspension
of an abrasive and then pretreated with a 0.1 % strength

‘aqueous solution of polyvinylphosphonic acid, and was

dried. ,

b _ The copying layer was exposed under a negative
original for 35 seconds With.a metal halide lamp of 5 kW
poWer. | |

The exposed layer was treated with a developer
solution of the following composition

5 parts by weight of sodium lauryl-sulfate,

1.5 parts by weight of ‘sodium metasilicate x 5 H,0,

2

1 part by weight of trisodium phosphate x 12 H,0 and

2
92.5 parts by weight of water

by means of a dabber, \ the unexposed layer areas



22.6 parts by weight of the polyvinyl butyral described in Exanple 1 and
20. 46—parts by wei ght .of propenyl sul f onyl isocyangte were reacted as

descri bed in Exanpl e 1. After precipitation in water, a white, fibrodg
faterial having an acid nunber of 144.1 was ob- tained. A coating sol ution
was prepared from 30.3 parts by wei g'ht1 of the reaction product described -

above, 15.1 pa VAR =Y of, . .tshe. di azenium sal ol,yconden- ;at'op o
pr oduct deScEiEggn?nr g%%%é f?51$8%5a§?%€§5h3ﬁ§%&ng%%hégb igig %iz (8%
%, 1.1 parts kg f Vigtoriza Rure Bl G

ﬁl',partg by’ wg?ﬁg\r??ho?bggénylsg“f diSpr?en;I a%gggﬁfi?goﬁi)rﬁzag?f S E@e vel %ﬁ{é 8?
etthyl ene gl yco t gk <@t-her, e 5. 13l i ity
elg%trOChgnycabﬁgggggghgﬁggqéggrgﬁggicaiiyt%gghﬁgiéﬂgﬁhnln&nﬁf%ﬁlgﬁngﬁlhad=
been post- treahegewchit peling oyhBhosRRORILG 1aCifh11y blackERRd.ayer wei ght
after.drying was 0.8 g/:n2. Processing was carried out as described in
Exanmpl e 1. After | oagewshecexgesiubEsete afdctfined ahe WasSrying 16-
this case dipped for one mnute into the devel oper and then sprayed wth
water from a rpdete obtaifkd lgayer anasinderelsopedopehlkedis.y, that is to say
that sharply differ- entiated i mages of even very small dot and :
| i ne-el enents WEPBDABL & ned, there were no stains or |ayer residues

22.6 parts by weight of the polyvinyl butyral
described in Example 1 and 20.45 parts by weight of
bropenylsulfonyl isocyanate were reacted as describéd'

in Example 1. After precipitation in water, a white,

fibrous material having an &dcid number of 144.1 was ob-
tained. i
A coating solution was prepared from
30.3 parts by weight of the reaction product described
above,
15.1 parts by weight of the diazonium salt polyconden-

sation -product described in Example 1,

1.0 part by weight of phosphoric acid (85 %),

1.1 parts by weight of Victoria Pure Blue FGA (C.I.
Baéic Blue 81) and - | |
1.1 parts by weight of phenylazodiphenylamine in
1,60Q 'pérts by weight of ethyleﬁe'glycol monomethyl ether.
The solution-was applied to an eiectrochemically
roughened and an°dicaiiy.oxidised aluminum foil which had been post-
treated with polyvinylphosphonic acid. . The layer
weight after drying was 0.8 g/mz.
Processing was carried out as described in.Example

1. After imagewise exposure; the offsét plate was in



»0n nan; |mage areas and high resol ution was achieved. Exanple 3 A coating
“sol wti'on was prepared from 34. 1 parts by weight of the polyneric reaction
pro-—duct described in Exanple 2, 11.4 parts by weight of the di azonium
8alt pol yconden- sation product descrl bed in Exanple 1, 0.5 part. by wei ght

of phosphoric
13065) and 1.
parts by weigh

acid (85 %, 1.1 part]s by wei ght of I\/Etanll YeIIow(CI
t f Vict I 404 6000
B gt S Rl kA e o B e e

was car aS descri be

applied to theﬂ?&p%r%rtaeyss |&ﬂﬁ%é@ewo Zr-oge The dr déln%arrp t was

0.8 g/[err]

-rgt]ﬁehﬂllem :E;]gnI) e }%B@%c}géaﬁé@glyy \?\B%#O{? éﬁgé%%lniﬁ?ﬁgﬁ?% % a‘?il ndlzat ed

in Exanple.l agh pﬁﬁéé\é@%f‘eé@é\’é \Qé

reacted as described in Exanple 1. - A coating solution was prepared
from 48.4 paférSe bob vl i, Ofhérd. \Z@r%ﬁérgt@iﬂﬂss@ﬂ*ulaﬁélrofes1dues

on non-image areas and hl“h resolution was achieved.

" Example 3

A coating solution wés-prepared from

34.i‘parts by weight of the polymeric reaction pro;
duct described in Example 2,

11.4 parts by weighf of the diazoniumlsalt polyconden-
sation product described in Example 1;

0.5 part by weight of ﬁhosphoric acid (85 %),

1.1 parts by weight of Metanil Yellow (C.I. 13065)

and |

1.5 parts by weight of Victoria Blue B (C.I. 44045) in

1,6000 parts by weight of ethylene glycol monomethyl

ether.

The solution was applied fo the support indicated
in Example 2. | | |

The dry layer weight was 0.8 g/ma. _ Processing
was carried out aé deséribed in Example 1. :The printing
form thus obtained’ gaVe long runs on a sheet-fed offsect
machine.
Example 4

22.6 parts by weight of the polyv1ny1 butyral
1ndlcated in Example 1 and 4.09 parts by welght of pro-
penylsulfonyl 1socyanate were reacted as descrlbed in

Example 1.

 SnaPENYS S UAA® nlfiné SOLYRERES were



st he above-descri bed i polymer in tetrahydrofuran, 1.51 parts by weight o(?i?
thexdi-azo pol ycondensation pro- duct described in Exanple 1, 0.15 part by

wei ght of phosphoric acid (85 % and 0.11 part by weight -of Victoria Pure
8Bl ue FGA (C. 1. Basic Blue 81) in 140 parts by wei ght of ethylene glyco
nDnonethyI ether. The sol ution was appl i'éd to the support descri- bed in

Exanpl e In such a Y oloRdtn @ slo8ta tdrod %S Z’H@é%redl@ . of 0.85 g/nR vvas

obtalned The exposed’' | ayer "was treated nner sim- lar to that

described in Eza mal ep]aurt‘@ﬁ Y dedenel er %026' g Is% gfﬁrheélqiﬁlcw E
conposi tion: " part y wei ght” of sodium | auryl - ate parts by

V\%ght of SOdI um net %ﬁb'ébg%fde?&cﬁﬂ'e‘do angaA r 1rpagett§-am,ydwﬁmarpf wat er .
fe. printing form obtain gave nore than 70,000 prints on sheet-fed of fset

machi nes. Exanphlesi par&spast wedghweicghttres dﬂaaqo@qmydwidd@waﬁmn iprei-cat ed
in Exanple 1 and 26.02 parts by wei ght of cycl ohex-3-en-1-yl-sulfonyl
i socyanate were react ethcds ddeariibeed iim Iempllee 11,. - A coating sol uti on was
prepared from 30.3 parts by weight of the above reaction product haV|ng an
aci d nunber of D4256part by weight of phosphoric a01d (85 %) and
0.11 part Dby weight of Victoria Pure Blue FGA (C.I.
Basic Blue 81) in '
: 140 parts by weight of ethylene glycol imonomethyl
| ' - ether.
| : The solution was applied tb the support descri-
bead in Examole 2 in such a way that, after drying, a .
layer welght of 0.85 a/m was obtained.
The exposed layer was treated in a manner simi-
"lar.to that described in Example 1, with a developer so-
lution of the following composition:
5 parts by weight of sodium lauryl-sulfate,

3 parts by weight of sodium metasilicate x 5 HZO and

92 parts by weight of water.

The prinfing form obtained gave more than 70,000 prints
on sheet-=fed offset_maqhines.'
Example 5 |
22.6 parts by weight of the polyvinyl butyral
indicated in Examble 1 and 26.02 parts by'weight of
cyclohex-3-en-l-yl-sulfonyl isocyanate were reacted as
~ described in Example 1. . |
A coazting solution wae prepared from -
30.3 parts by'weight of the ébove reaction broduct

having an acid number of 142.6,



#18- 1571 parts by weight. of the diazonium salt pol yconden- sation product
desci+bed in Exanple 1, 1.2 parts by weight of phosphoric acid (85 %, 1.
arts py wei ght of phenyl azodi phenyl anine and 1.5 parts by weight of
iictorla Pure Blue FGA (C. 1. Basicyglue 81) in 1,600 parts by wei ght of
et hyl ene glycol nononethyl ether. The solution was applied to the support -

descri- 2 bed in £xa Fgﬁér@s b9 Gbygnddpy £ﬂ¥e&l&Ebﬁﬂﬁmoéagtmfgg§bﬁhhgh—

i magewi se exposure un a source of UV light, a treatnent

devel oper - nenti oned i ns&¥asR| Brddues8a56+e8eQUin lﬂaﬁmgiénll ng form .
obt ai ned gave more than 80,000 good - prints on a Hei del berg- &ETO sheet - fed

of{ set prin- ting pressartxappl webgR®. 6£pphosphyriei gbtao{sshg)pol yvi nyl
butyral described in Exanple 1 and 27.97 parts by wei ght of methyl -

cycl ohex- 3-en- 1| -yl 1 sul pomiys by«ey@fwdmpbanxlazedmﬁhéhplaramner anad3- and
4-met hyl conpounds) were reacted as indi- cated i,n Exanple 1. After
preci pitation in wht®rpaatahby ewéigokyofatvdrcitalriaeBuodt BluedF@hi t6. had an
acid nunber of 131.6 and was readily soluble in 3 % strength agueous
ammoni a sol ution. A cod@$he Ebm®t$bK Was prepared from 30.3 parts by weight

of the polymer_ described above, * 15.1 parts by weight of the diazo
,poly¢ondensat|%n5990 RRTHS de¥ cve belat| ﬂfEﬁﬁhﬁlénq glycol monomethyl

E . ether,

| Thé solutioﬁ'was épplied to thé support descri-
| bed in Example 2,-u>ghé adry layer weight of 0.8 g/m2.
After imagewise exposure under a source of UV light, a
treatinent with the developer mentioned in Example 4 was
carried out.

“The printing form obtained gave more than 80,000
good prints on a Heidelberg-GTO shéet—fed offset prin-~
ting press. -

Examplé 6
| 22.6 parts by weight of the polyvinyl butyral

described in Example 1 and 27.97 parts by weight of methyl-

cyclohex-3-en-l-yl-sulfonyl isocyanate (mixture of the
_isomeric 3-" and 4-methyl compouncb) were reacted as indi-
cated in Example 1. After precipitation in water, é
white flocky materiél was obtained which had an acid
number of 131.6 and was readily soluble in 3 % strength
aqueous ammonia solution.
A coafing solution Was preparéd from
- 30.3 parts by weight of the polymer described above,
15.1 parts by'weight of the diazo polycondanéation pro-

duct described in Example 1,




»19-.1..2 parts by wei ght of phosphoric acid (85 %, 1.1 parts by weight of
-phenykazodlphenylanlne and 1.5 parts by weight of Victoria Pure Blue FGA
(C.1. Basic Blue 81) in 1,600 parts by weight of ethylene glycol

r?onorre‘t hyl ether and spi n-coated onto  tshe support described in Exarrpl e 2
2 in-such a way that the layer weight was 0.8 g/ m Processing was carried -

di d ts X l e 4.
out as indicated if, Exgggkg % @%1§W¥ RE pkﬁgpgg%qbo %ﬁxf @np

The printing form t hus obtalned gave nore 0 gooé prlnts on a

sheet-fed of fset maghi pertexayphe ignkl ot %%gﬁgﬂ@&d@ygyuhyyAJJH% QghyV|nyl
butyral in- dicated in Exanple 1 and 13.88 parts by weight of vinyl-

sul fonyl isocyanata. \ﬁepaﬁteatbtyed:eagrdaewnble@wm Eramel 81Le FGA Al
pr&cipitation in water, 19.3 g (77 %of the- ory) of a white, fibrous
mat eri al having an aC|ﬁamunb@ﬂu@f8183j91mere obt ai ned. A coating solution
was prepared from 30.3 parts by weight of the reaction product described

above, 15.1 padt§0By w@ﬁqﬁﬁ o wed gitand dhydemde glatciodn mommmedtintl
i ndicated in Exanple 1, 0 part by weight of phosphoric acid (85 %, 1.1
parts by wei ght  of pheﬁ?h&fbdlphenylanlne and

‘and spinkcoated onto the support described in Example
- 2 in such a way that the layer weight was 0.8 g/m2 .
-Processing was carried out as indicated in Example 1,

but using the developer from Example 4. The prinfing

form thus obtained gave more than 60,000 good prints on
a sheet-fed offset machine.
Example 7 .
| 11;3 parts by weight of the polyvinyl butyral in-
dicated in Example.i and 13;88 parfs by weight of vinyl-
sulfonyl isocyanéte'were reacted as described in Example
1. After prec1p1tat10n in water, 19.3 g (77 % of the—
ory) of a wh:te, flbrous material having an acid number
of 183.9 were obtained.
A coatihg solution was prepared from
30.3 parts by:weiéht of the reaction product described
aﬁove, '
15.1 parts by Qeight of the diazo polycondeﬁsation_pro—
duct indicéted in Example 1,
1.0 part by weight of.phosphoric acid (85 %),
1.1.parts by.weight of phenylazodiphenylamine and
1.5 parts by weight of Victoria Pure Blue FGA (C.I.
Basic Blue 81) in | |

1,650 parts by weight of ethylene glycol monomethyl




J1.5 parts by weight of Victoria Pure Blue FGA (C.I. Basic Blue 81) in 1, 5d€P
‘parts, by wei ght of ethylene glycol nononet hyl -20- ether. The solutio

was applied to the alum numfoil described in Exanple 2, to.give a dry

fayer -weight. of .2 0.7 g/ m The copyisig 1layer was exposed under a negative
original for 70 seconds with a netal halide lanp and trea- ted, as '
described in Exanpl e lgthavtfh the devel oper from Exanple 4. The printing
formthus obtained gave nore than 40,000 good prints on a sheet-fed offset

machi ne. Exanple 8 A cred i $igl sl i wéls Vasp Pl epatedtihe oml 2biddmpacis by -
wei ght of. an 8 % strength solution of the reaction product described in
Exanpl e 1, in dedcwitystd ofruriBmam@ld 42 patd sgbye wei ghy baéyer weight of-
2>€1bis-(4-azido-ben§§I)-4- met hyl - cycl ohexanone and 0. 23 part by wei ght of
Rhodanmi ne 6 GONZ&xgfm (C.1. 45160) in -100 parts by wei ght of ethylene
gl ycol nononet hyl ether and 50 arts by weight of tetrahydrofuran. The
sol ution was applied t®e RORYPPSraY#H| €A eexposed under a negative
I 'original for 70 seconds with a metal halide lamp and trea-
ted, gg_described in'Example 1, with the developer from
Example 4.
The'printing form thus obtained gave more than
Q- ' 40,000 good pfints on a sheet-fed offset machine.
Example 8
. A coating solution was prepared from
26.75 parts by weight of an 8 % étrength solution of
the reaction product described in Example 1,
_ in tetrahydrofuran,
2.14 parts by Weight of 2,6—bis—(4~ézido—benzal)—4-
methyl-cyclohexanone and

0.23 part by weight of Rhodamire6 GDN extra (C.L.
45160) in

ioo: parts by weight of ethylene glycol monomethyl
ether and
50 parts by weighﬁ of tetrahydrofuran.

The solutidn was applied-to the support indicated
~in Exémple 2. The dry 1ayer.ﬁeight was 0.73 g/mz.
Processing was carried out as described in Examplé 1.
With the pfinting form thus obtained, long runs were
achieved on a sheet-fed offset machine.

Example 9

A coating solution was prepared from



4+ n Example 2.
Carrtsd out

obtai ned, lo
R coating so
8.0 % streng
tetrahydrofu

The dry layer weight was 0.73 g/ n2. Processing was
as described in Exanple 1. Wth the printing formthus
ng runs were achi eved on a sheet-fed offset nmachi ne. Exanp
lution was prepared from- - 21 - 26.75 parts by weight o
th solution of the reaglien product described in Exanple
ran, 2.14 parts by weight of 2,6-bis-(4-azido-benzal)-4-

4
(AN
|l e

f an
1, in

met hyl - cycl ohegGuitheparids R webght of mi@m) %fstﬁ‘cmgthaS@luubi&lueot:GA

(C. 1. Basic
* nmononet hyl
was, applied.

drying, a layer 2 wei

negative ori
fol - . ow ng

| auryl -sul fate, 1 part

Blue 81) in 100 parts by wei ght of ethylene glycol

ether and ©te reqnwx@mt@mo@mghtd@$crbb¢@hyﬂrsxamahe Yheiro

to the support indicated in Exanple 2 in such a way that,
é%ﬁr%ﬁY@qu@V%$smas obt ai ned. After exposure unde

inal, the

g
cApHbi tR €% ?%ww%l%@ vRf g8t 6P i$nEAT A7 LeARRBNZALIIfUm sa

parts by weight of trW%ERWﬁn?%%g FERRORE 1344 0 and

0.23 part . by welght of Victoria Pure Blue FGA (C.I.
| Basic Blue 81) in
100 - parts by weight of ethy;ene glycol monomethyl
ether and _ | | |
50 pafts_by weight ofltefrahydrofurah.

The solution was applied to the éupport indicated
in Example 2 in such a way_that; after-drying, é layer
weight of 0.7 g/m2 was obtained.

After exposure under a negative original, the
plate was developea with a oeveloper solution of the fol—
lowing composition

5. ‘parts by weight of the triethanolammonium salt of
1aury14sulfate,-

1 part by weight.of sodium metasilicéte x 5 H20,

1.5 parts by weight of trisodium phosphate x 12 H.O0 and

2
92.5 parts by weight of water

t of sodiumnetasilicate x 5 [err], 1.

utlon
after
r a

| ate was devel oped with,a devel oper solution of the -

It of
5

and was made ready for printing by inking with greasy ink.

Many thqusands of good prints were obtained with
the plate thus obtéined on a Heidelberg—GTO sheet-fed
offset machine.

Example 10

A coating solution was prepared from
26.75 parts by weight of an 8.0 % strength solution of.

the reaction product described in Examplé 1, in



2.92. 5.parts by weight of .water and was nade ready for printing by inking
Wi t hxgreasy ink. Many thousands of good prints were obtained with the plat
t hus- obt ai ned on a Hei del ber-g- GTO sheet-fed of fset machine. Exanple 10 A
Foat | ng sol ution was prepared - -from 26. 22 parts by weight of an 8.0 %
strength solution of the reaction product described in Exanple |,in -22
t et rahydrof uran, 2. 14 gedntahysdrofimgint, of 2, 6- bi s- (4- azi do- benzal ) - 4-

met hyl - cycl ohexanone, 0.23 part by weight of Rhodamre6 GDN extra and 0.21
part by wei ght &1 parisy emeighie-df btenhis (s de-Hengak) +4- 100
parts by weight of ethyl ene glycol nononethyl ether and 50 = parts by

we| ght of tetrahydrof diedhy Ity daiaxanPMsi  spin-coated onto thée support

deScri bed in Exampl e 2. The dry ]@&g{ wej ght was 2 .0.75 g/ m The:
copyi ng | ayer wSs 2 H3dd MdereiBHepft iRRe A igP RGN resra fhds with a

ggts ?![ i. \f/\gl.' | ?ﬁ,alggrgj 2(1f pSarKCW %V@rzrelg%m So:fg azv—%eaxl'lzccl;y%%el %3)/ 1I esrlleb—I 1e-n(1jea’crl'§(y _e éj '

naphthothiazine in
100 parts by weight of ethylene glycol monomethyl;
ether and

50 parts by weight of tetrahydrofuran.

The solution was| spin-coated onto the support
described in Example 2. The dry layer weight was
0.75 g/mz.

The copying layer was exposed uhder a negative.
original for 35 seconds with a metal halide lamp of 5 kW
power: this gave a clearly visible dark red, positive
image.

The exposed layer-was treated, with the aid of a

dabber, with a developer solution of the following

composition

5 parts by weight of sodium lauryl—sulfaté,
1l part by weight of sodium metasilicate x & H20 and
94 parts by weight of water,

the non-image areés.being removed, and was then rinsed
-with water and wiped with a blade. : " On the copy, step &
of_the silver film continuoustone wedge described in Example
1 was still fully blackéned.

The printing plate obtained gave é run of 170,000

sheets on a sheet-fed offset machine.



e .

yth,exposed | ayer-was treated, with the aid of a dabber, w th a-devel ope
*sol ution of the follow ng conposition 5 . parts by weight of sodium
lauryl-sulfate, 1 part by weight of sodiumnetasilicate x 5 H20 and 94
$Parts by weight of water, the non-inmage,areas being renoved, and was then
rinsed with water and wiped with a bTag%.' On the copy, step 5 of the
silver filnlqpntinygu§ione wedge described in Exanple 1 was still fully

bl ackened. THEEHRHE+ pl at e obtained gave a run of 170,000 sheets on a

sheet-fed of fset machjn S - alpl sol ution was
prepared from 26. 75 p%r?gab§nﬁe%§%%tg§ﬁgﬁgg Egé?ézﬁgtﬁkgglution of the

reaction prod ; Lpgdyi N EXgRe! §rlani eteabygeal Y4padcidnloparts by
mgight of 4,49?%|g§?%%%g§i?%ene-gﬁg'- d?gu?f%nic acgd, 0. 23 Ba?to by wei ght

of Rhodamine 6 GDN extr@ pgdc89on ppaabstbyeneirgbbaoinethyhpne glygal
nononet hyl ether. The solution was applied to the support indica- 2 ted in

Exanpl e 2. The dtytrapgarveughh,was 0.75 g/ m Processing was carried
out as described in Exanple 1. The devel oper used had the follow ng
.conposi tion 2.1 parts by weight of 4,4'-diazidd-stilbene-3,3'-~
| disdlfonic écid, | | _
0.23 part by weight of Rhodamire 6 GDN extra and
50 parfs by weighf of ethflene.glycol monomethyl.
ether. o
The solution was applied to the_support indica-
ted in Example 2. The dry layer weight was 0.75 g)mz.
Processing was carried out as described in Example 1.
‘The developer used had the following composition
5 . parts by weight of sodium lauryl-sulfate,
0.5 part by weight of sodium petasilicate x 5 H,0 and

2
" 94.5 parts by weight of water.

This pfinting form gave lorig runs on sheet-fed
offset machines.

Example 12

. A coating solution was prepared froﬁ
54.35 parts by weight.of an 8.34 % strengtﬁ solution of the
| reaction product described in Exampie 1, in tetra-
" hydrofuran,
0.91 part by weight of the diazonium salt polyconden-
sation product described in Exampie 1,
0.18 part. by weight of phosphoric acid (85 %),

0.06 part by weight of phenylazodiphenylamine and



5, parts by wei ght of sodiumlauryl-sulfate, 0.5 part by weight of sodium
metas icate x 5 [err] .and 94.5 parts by weight of water. This printing
fénrngave | ong runs on sheet-fed offset machi nes. Exanple 12 A coating
solution was prepared from54.35 partad4 by weight of an 8.34 % strength
solution of the reaction product described in Exanple 1, in tetra-
hydr of uran, 0.9D & tbayt. wahygtwe ight hef dVagbor i Bare - pohg co@bldm sati on
product described in Exanple 1, 0.18 part. by weight of phosphoric acid (-85
%, 0.06 part ¥P wei grarts mhewizézbm%mﬁwh@w nélyeell monometlyl3 part.

by wei ght of Victoria Pure Blue FGA in 150 parts by wei ght.of ethylene
glypol nononet hyl et he&#themhe sol ution was applled to electrochem cally -

hened and anodi cal dj sed f t
rying. a | ayer wei ght L%? °s§'la i o ]%pa,ﬁged 1R siAe b?r’i‘{c@éiv T9UaBRIaPH e

out in a manner_sSi mI %Sescrl bed in Exa The printing
f or m obt ai ned Fapdicgl MSOXI&FSE EnInURLH syen @Oﬁabrﬁhﬁi:s afke8heet - f ed of f set
machi nes. le 13 22.6 parts by weight of a terpolyner conposed of 91‘%

of vinyl chlor H%ln%@66f1%Yﬁ9IW§ééﬂﬁt@ &-3pgfm~ was obtained.
Processing was carried out in a manner similar
to that described in Example 1. The printing form
obtained gave runs of more than 150,000 prints.oh
sheet-fed offset machines. |

Example 13

22.6 parts by weight of a terpolymer composed of
91 % of vinyl chloride, 3% of vinyl acetate, 6 % of
'vinyl alcohol and having a mean molecular weight of 15,500
ana a softening point of 770C, were reacted, as described
in ﬁxample 1, with 4.52 parts by weight of propenyl-
sulfonyl isocyanate. ‘The préducf obtained had an acid
number of 42.3.
A coating solution was prepared from _
56.55 parts by weight of a 6.35 % strength solution of
the above—describéd reaction product in tetra-
hydrcfuran,
1.79 parts by weight of the diazonium sélt poiyconden—
sation product described in Examplé 1,
0.18 part by weight of phosphoric acid (85 %),
0.06 part by weight of phenylazodiphenylamine and
0.13 part by Qeight ofeVictbriajRurenBlue FGA in
140 parts by weiéht of ethylene glycol monomethyl ether.

The solution was applied to an electroqhemically

e,



vi,nyl .al cohol and having a nmean nol ecul ar wei ght of 15,500 0. and a
Softenlng point of 77 C, were reacted, as described in Exanple 1, with 4.
parts by weight of propenyl- sulfonyl isocyanate. The product .
&bt ai ned had an acid nunber of 42.3. oating sol ution was prepared from
56.55 parts by weight of a 6.35 %strength sol ution of the above-descri bed

reaction prOduF&ug'anéueﬁ(ﬁ&l anwg‘%aqflgr&nd (f%(]jz‘?rﬁrntuﬁ #% in %Ela 94 b

di azoni um sal conden- pro escri be nple 1, 0.18
part by wei ght D hoaiE Ryiwei ght ofafs

_phenyl azodi phe %Q%Em{?ﬁgﬁ’gﬁg 8 ?g H ?%@\ﬁ%ﬁ"gﬁ gf %/ct éri a. Pure Bl 32 FGA
In 140 parts th/ry\ﬁh Nterpd Eéf@fam@lghwwf ﬂIQél hylsehfetivd heaper uirasen

was applied to an e ectrochenlcally - 25- roughened and anodical ly
oxi di sed al umnuqsngmq whi ch had been post - treat ed with pol yvi nyl-phosphoni c
acid. . After drying, the layer weight of the light-sensitive |ayer

-was 1.0 g/[err]. ProceBsoogssiisgceasiedrried mnaenasner| aimibarhie that
~described in Exanple 1. This printing formgave good runs on sheet-fed
of f set machi nedesd&xtmpd einlExanpbe i hg sol ution was prepared from
This printing form_gave good runs on sheet-fed
offset machines.

Example 14

A coating solution was prepared from
3.03 parts by weight of the reaction product-described
ih Example 1, | -

.1.51 parts by weight of a diazonium salt polycondensa-
tion produét prepared from baraformaldehyde and
diphenylamine-4-diazonium chloride in 85 %
strength phosphoric acid,

0.05 part by weight of phosphoric acid (85 %),
¢.15 part Dby wéight of crystal violet and
’ 0.11 part by weight of phenyla;odiphenylamine in
170 parts by weight of ethylene'glycol'monomefhyl ether.
The solution was applied to an electrochemically roughened
and . anodically oxidised aluminum foil in such a way that,
after drying. a layer yeighﬁ of 0.3 g/mz.wasobtained.
Processing was carried out in a manner similar

to that described in Example 1.

The printing form obtained gave many thousands
6f.good prints in sheet-fed offset méchines.

Example 15

A coating solution was prepared from:



3.03. parts by weight of the reaction product described in Exanple 1, 1.5
parts_by wei ght of a diazonium'salt pol ycondensa- tion product prepared
f rom‘par af or nal dehyde and di phenyl am ne-4-di azoni um chloride in 85 %
#rength phosphori c acid, 0.05 par+ dy wei ght of phosphoric acid (85 %,
0.15 part by wei ght "of crystal violet and 0.11 part by wei ght of’

phenyl azodi pha®ulCam nerts 100 we ight soDyamed ght% of teegtlensohytoh of
nononet hyl ether. The solution was applied to an el ectrochem cally
roughened and anodi calthe osgalt sieen g neduntn des¢ribeduh Bxamyle hhi 1lafter
drying, a layer weight of 0.3 g/[err] was obtained. Processing was carried
out ;in a manner simi| de¥rphydgo ibed in Exanple 1. The printing form
obt-ai ned gave nawy t housands of good prints in sheet-fed of fset machines.
Exanpl e 15 A cdut’ Zrﬁg%%rf‘htl% WSS thY e‘bfér@bef‘?b?ﬁonlum 29214 ePlyCoRreR- by
wei ght of an 8.0 %stre sol |on f th ctlon roduct described in
Exanple |, in tet rahycﬁ% E i @H% ?i? P}$el di azoni um sal t

polyconden- sat roduct desch ed | 072 by wei ght -of
phosphori ¢ aci 9?@7520%”[% Vﬁ%lr é:eﬁ%%%?rb%e%%%z%@?p}%éhyl amine, 0.5
part by weightg ¢f; Rengly %f%z%# éf‘;ﬂ%lﬂé’&lphenylam1ne,

0.5 - part by weight of Renol Blue B2G-H (Pigment Blue

15:8, C.I. 74160),; in

,86;6' parts by weight of ethylene glycol monomethyl
ether.
The solution was applied to an_electrochemicaliy

‘roughenad and anodically oxidized aluminum foil which hadbeen |post-

treated with polyvinylphosphonic acid. After drying,
the layer weight of the light-sensitive layer was 1.0

2
g/m".

Processing was carried out 'in a manner similar
to that described in Example 1.

This printing form gave good runs on sheet-fed
offset machines.

Example 16

Analogously to the reaction described in.Example
1,

45.2 parts by weight of a polyvinyl butyral having a
molecular weight of more than 80,000 and contai-
ning 77 - 80 % by weight of Vinyl butyral units,
2 % by weight of vinyl acetate units and 18 -21 %
by weighf.of vinyl alcohol units, were.dissolved

in



45:3, CI. 74160), in 86.6° parts by weight of ethylene glycol nononethyl

et heg,.. The sol ution was applied to an el ectrochem cally roughened and Sﬂ_
anodical |y oxidi zed al um numfoil which had been |Ipost- treated with

Mol yvi nyl phosphoni ¢ aci d. Aftgz drying, the layer weight- of the

li ght-sensitive layer was 1.0 2 g/ m PfOcessing was carried out in a manner

simlar tot described, in lenl | | RLE druns
on sheet-fedhgégsetp%ﬁgﬁiﬁ ngégggpgg ?gggﬁg géogérggpgagﬁgg?égé%%%nar

described in Exanple 1, ,4%:18nP8FtS by weight of a polyvinyl butyral” having
a nol ecul ar weight of nore than 80, 000 and contai- ning 77 - 80 % by wei ght

of _vi-nyl butyrg| units:s21,% RYiWeko LAVh ' aB¢el8n 21 %
bfyﬁerght of v?%y? g%ggﬁoFyLﬁ¥%§ﬁtm2$e9%?§E§¥vggqﬁﬁﬁyg ?%$F§§80 © pgkts by

wei ght of anhygpousphetsabydyef pranorand taapglebiroRagl wdk. 7 aBaels thy reei ght

of praopenyl sul fonyl isocyanate rn 60 parts by wei ght of tetrahydrofuran
was added there- to gb B@OFLLAMREMn3EraEURRahle thkeXinikeuwas wals- al-

lowed to react for a further 4 hours at room tem-
perature. |
A ccating solution was prepared from
906.7 'parts by weight of a 12 % stfength solution of
the above-described binder in tetrahydrofufan,
10.88 parts by weight of the diazonium salt .
polycondenéation product described in .
Example 1, |
1.08 parts by weight of phosphoric acid (85 %),
0.8 parts by weight of Victoria Pure Blue FGA and
0.36 parts by weight of phenylazodiphenyiamine in
5,800  parts by weight of ethylene glycol monomethyl
éther, _
2,500 - parts by weight of tetrahydrofuran and
770 ~parts by weight of butyl acetate.
- The solution was applied to an electrochemically
roughened and anodically oxidised aluminum foii which had been
post-treated with polyvinylphosphonic acid. Aftef~
dryihg, the layer weight was 0.5 g/mz.
The plate was exposed to the laser light of an argon
ion laser in such a way that the iaYef was subjected to
. an energy of 5 mJ/cmz.
The exposed layer was dgeveloped with an emulsion

lacquer which is marketed by Messrs. Western Litho under



%Qwed do react for a further 4 hours.at roomtem perature. A coating

ol uikon was prepared from906.7 parts by weight of a 12 % strength
solﬁffon of the above-described binder in tetrahydrofuran, 10.88 parts by
Kei ght of the diazonium salt polycong®@nsation  product described in
Exanple 1, 1.08 parts by wei ght of phosphoric acid (85 %, 0.8 parts by
wei ght of Vi citeg irameytte B BhagcMe@ivm” 36 parts by wei ght of

phenyl azodi phenyl am ne in 5, 800 parts by wei ght of ethé[eﬂe glz;ol
monomet hyl ether, 2,500 & sheetsled QEfant BRCRER? anflae oPHLBHIRRIPF2EC

parts by weight of butyl acetate. The sol ution  Applied to an :
eheé%rochenic%?W%l?%%g%%ﬁ%daaﬁﬂnaﬂ dP%E?Igh%Qiﬂ¥2§98aghﬁ? Um foi |l which had
bedn post-treated with pol yvinyl phosphonic acid. - . . After 2 drying,
the layer weight was 0.5 g/ m The plate was exposed to the laser light of an
argon.ion |laser in such a way that the |l ayer was subjected to 2 .an energy
of 5 mi/[err]. The exposed | ayer was developed with an enul sion | acquer
which is marketed by Messrs. Western Litho under -28- the name "Jet

Bl ack Medi uni'. :



@ a sheet-fed offset nmachine, the printing plate obtained gave a run of

nnre\Lpan 40, 000 sheets. What is clained is: 1. A-H-ght=ttardenabl e

_ maxture whi ch contains, as the light-sensitive co ound onlunsalt
pol ycondensa- tion product or an organizgazidiuml ﬁﬂ!@ t he bi nder,
a hi-gh-nol ecul ar pol ymer which has sul fonyl ur «ups and mhlch
is soluble or at |east swell- able in an aqueous- alkallne sol ution, wherein
t he pol yner coWbatnisatkaimpedulisonyl uret hane or cycloalkenylsulfonyl
uret hane side groups. 2. A light-hardenable m xture as clainmed in Caim

1 -wherein thelpol yAetightrhardengblenmprbunet wbich penyaenswhrehtBent ains
k?§ with free h droxg roups and of an alkenylsulfongl I socC anate or
cyc oalkenylsuli% §T5? EéghﬁﬁtﬁomBoundA fiBRAZPABIHBHARLE RPXYGPBISESErai ned

d 2, wh whi ch t it th f h |
bpoupglr; a paf%gérp§°ﬁ98£o¥§zéﬂ B%§9U§ggFgégSeEgm88Hg%yepﬂgﬁgﬁciﬂrOXKAth

of ool - | oscb! BIELS R nLY bR eBRAFRPRETRRF  uRseR RRG) SErERYELres D'
acetate and V'PNB?EEE?EE ﬂeéuPs fnb! ﬁﬁﬁcﬁaﬁgegﬁ?hﬁ}ggéFuﬁﬁ ?Eagka§WEQ1'”

Claim3, wherern S a polyviny yvinyl formal
with Unconvert§91¥'ﬂﬁ'aﬁ'S&D?hugﬂhiﬁalﬁne s&}htgbh hﬂﬁé?@?ﬁ'@h&‘ﬁb@&ﬁeﬁs

claimed in daim1l, wherel e diazonium salt polycondensatlon pr oduct
com contains alkenylsulfonylurethane or cycloalkenylsulfonyl-
| urethane side groups.
2. A light-hardenable mixture as cléimed in Claim 1,
wherein the polymer is the reaction product of a polymer
which contains uni;s with free hydroxyl groups and of
an alkenylsulfonyl isocyanate or cycloalkenylsulfonyl
isocyanate.
3. A light-hardenable mixture as claimed in Claim 2,
wherein the polymer which contains units with free
hydroxyl groups is a parfiélly_hydrolyzed polyvinyl
ester, a polyvinyl acetal with unconverted vinyl alcohol
units, an epoxide resin, a partial ester or ether of cel-
lulose, or a terpolymer comprlslng units of vinyl chloride,
v1ny1 acetate and vinyl alcohol.
4. A light-hardenable mixture as claimed in C1a1m 3,
wherein the polymer is a polyvinyl butyral or polyvinyl
formal with unconverted vinyl alcohol units.
5.-\ A light-hardenable mixture as claimed in Claim 1,
wherein the diazonium salt polycondensation product com-
prises recurring A-N2X and B units which are linked by

intermediate members, preferably methylene groups, which



Qrises recurring A-N2X and B units whi ch are |inked by intermediate
menbegrs, preferably nethyl ene groups, which -30 - are derived from

Ggr bonyl conpeunds-eapabLe—gt—cgndenssg_tion, preferably fornmal dehyde, A
i

being the radical of an aromatic diaz Um conpound whi ch is capabl e of
condensa- tionj“ﬂlﬂﬂ"&ﬂ“ﬂ"ﬂt&ﬂﬂg, and B being the radical of a com pound
which is free 1 ups and capabl e of condensation with
formal dehyde, in particular the radical of an aromatic am ne, a phenol, a
phenol et her, jC I 0 n ' rRen matic
heterocyclic %gﬁpgéﬁgvép ghggrggﬁﬁénﬁgi8agﬁ§gébg62395§$?igﬁtgggﬁgﬁ%?ve

copyj ng mat er4 fo a [ r aNki p e oged;pf a
subsort and et Ty bt PerrREEpCrpLRLl e0n PUe Pt AbERRgPLRLCFRATPRELDE 2R, ¢
tive conmpoundarémétagodispindlh PORYSORECRRAENODsPEQPHBL eObfaBoREBABAC
azi do conpound and, as the binder, a high- nol ecul ar pol ynmer which has
sul fonyl ur et hohenswilehgforpsldelydbi, chndsBsbeihgethe atdieadt ofwal talke in
an aqueous- al kaline solution, wherein the pol yner contai-ns al kenyl -

sul fonyl ur et hpoendrwbychoabkéngestiréongiazenhanegsoupsgandpsapable of

condensation with formaldehyde, in particular the radical
of an aromatic amine, a phenol, a phenol ether, an aromatic .
thioether, an aromatic hydrdéarbon, ah_aromatic heterocyclic
compound or an organic aéid amide. |
6. A light-sensitive copying material for the prepa-
ration of printing plates, composed of a support and a
light-hardenable layer which contéins, as thé light-sensi-
tive compound, a diazonium salt polycondensation product
or an organic azido compound and, as the binder, a high-
molecular polymer which has sulfonylurethane side groups

" and which is soluble or at least swellable in an aqueous-
alkaline solution, wherein:the polymer contains alkenyl-
sulfdnylurethane or cycloalkenylsulfonylurethane side

groups.



