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[57] ABSTRACT 
Tetraethylorthosilicate or tetraethoxyethylorthosilicate 
is employed as a low-toxicity diluent in radiation cur-
able coating compositions containing acrylyl or metha-
crylyl functional oligomer. The orthosilicate compound 
imparts improved leveling and surface characteristics to 
said coating compositions. 

12 Claims, No Drawings 



4,143. 
1 

R A D I A T I O N C U R A B L E C O A T I N G 
C O M P O S I T I O N S 

BACKGROUND OF THE INVENTION 5 

Increasing restrictions on the amount and types of 
volatiles which may be released in work environments 
and the desire to reduce energy consumption have 
prompted the development of radiation curable coating 
compositions which are essentially free of volatile sol- 10 
vents that must be evaporated during the curing of the 
composition. These solvent-free coating compositions 
are known as 100 percent reactive systems; that is, each 
component of the composition reacts and becomes in-
corporated into the cured coating when the composi- 15 
tion is exposed to radiation. 

T h e radiation curable coating composi t ions of the 
prior art typically contain a radiation react ive o l igomer 
or resin; a radiation reactive diluent; a photoinitiator; 
and, optionally, a radiation reactive crosslinker. T h e 20 
radiation reactive diluent serves the function o f reduc-
ing the viscosity o f the o l igomer or resin in order that 
the composit ion, in the uncured state, has a viscosity 
such that it can easily be applied as a f i lm to a substrate 
using conventional techniques of the coatings art. 25 

Virtually any monomer or o l igomer w h i c h can be 
polymerized by a conventional thermally initiated poly-
merization reaction can be employed as one o f the radi-
ation reactive components of the prior art. F r o m a com-
mercial standpoint, h o w e v e r , compounds containing 30 
acrylyl or methacrylyl groups have b e c o m e b y far the 
most w i d e l y used components o f radiation curable coat-
ing composit ions because o f the ease and rapidity wi th 
w h i c h the acrylyl or methacrylyl groups undergo radia-
tion-induced polymerization. Monofunct ional mono- 35 
meric acrylate or methacrylate esters are generally 
employed as the radiation reactive diluent; monomeric 
polyfunctional acrylate or methacrylate esters are em-
ployed as the crosslinking agent; and ol igomers or res-
ins containing one or more acrylyl or methacrylyl 40 
groups are employed as the o l igomer or resin c o m p o -
nent. 

T h e acrylyl or methacrylyl o l igomer or resin c o m p o -
nent can be chosen from among many different types. 
F r o m the standpoint o f producing a coat ing having 45 
g o o d physical properties in the cured state, o n e o f the 
most w ide ly used types o f o l igomer or resin is a ure-
thane o l igomer or resin w h i c h is characterized in that it 
contains at least one urethane l inkage and an average o f 
at least one acrylyl or methacrylyl group per molecule . 50 

Whi le the acrylyl or methacrylyl bearing compounds 
w h i c h have been wide ly employed in radiation curable 
coating composit ions are excel lent in terms of their 
radiation responsiveness, and they produce cured coat-
ings having g o o d physical properties, their use requires 55 
that special precautionary procedures be f o l l o w e d to 
prevent workers from coming in contact wi th some of 
the materials or their vapors due to the generally high 
levels of toxicity associated wi th the materials. This is 
most especially true o f the monomeric acrylate or meth- 60 
acrylate diluent component , since it is usually the l ow-
est molecular we ight component and therefore the most 
likely component to produce vapors. Moreover , w h e n 
the cured coatings are to be employed in applications 
where they are to c o m e in contact wi th the skin, even a 65 
small amount of residual unreacted acrylyl or metha-
crylyl monomer being present in the cured coating is a 
hazard, since unreacted monomer can migrate to the 
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coating surface. One can mention, as typical of the 
compounds which have been employed as the mono-
meric acrylate or methacrylate diluent component, 2-
hydroxyethyl acrylate, glycidyl acrylate, 2-phenox-
yethyl acrylate, 2-methoxyethyl acrylate, 2-ethylhexyl 
acrylate, isodecyl acrylate, 2-(N-methylcarbamoyloxy) 
ethyl acrylate, dicyclopentyl acrylate, and the like, or 
the corresponding methacrylates. 

The radiation curable coatings art is desirous of find-
ing a low toxicity diluent component which can be 
employed partially or completely in lieu of the mono-
meric acrylate or methacrylate compounds of prior art 
compositions. To be commercially practical, such a 
component should be an efficient viscosity reducing 
agent in admixture with the other components of the 
composition; should not create toxic vapors or migrate 
out of the cured coating; and should not significantly 
increase cure time. 

SUMMARY OF THE INVENTION 
The present invention provides a low-toxicity diluent 

component for radiation curable coating compositions 
that contain an acrylyl or methacrylyl oligomer or resin 
component auch as an acrylyl urethane oligomer. The 
low-toxicity diluent component of this invention is 
chosen from the group consisting of tetraethylorthosili-
cate and tetraethoxyethylorthosilicate. 

When the orthosilicate compound is employed as a 
diluent component as described herein, certain benefits 
in addition to viscosity reduction, may be realized, to 
wit, the application characteristics of the uncured coat-
ings composition, such as flowability, leveling, and 
smoothness, are notably improved. Upon curing by 
exposure to actinic radiation, the coating composition 
forms a solid, non-tacky surface free of pits, fissures or 
other surface irregularities. 

While there is no readily apparent reactive mecha-
nism by which the orthosilicate becomes chemically 
bonded to the cured coating, it is believed that at least a 
substantial portion of the orthosilicate becomes perma-
nently incorporated into the cured coating as an inte-
gral, non-migratory part thereof. The presence of sili-
con in the cured coating has been confirmed by scan-
ning electron microscopy. 

DETAILED DESCRIPTION OF THE 
INVENTION 

The radiation curable coating composition in which 
the orthosilicate compound is employed as a diluent 
component contains an acrylyl or methacrylyl bearing 
oligomer or resin which cn be any of the known useful 
radiation reactive oligomers or resins containing at least 
one acrylyl or methacrylyl group. The acrylyl or me-
thacrylyl bearing component shall hereinafter be re-
ferred to as the "acrylyl oligomer" even though it in-
cludes materials which have characteristics such that 
they might more strictly be termed "polymers" or "res-
ins." The term "oligomer" is employed to connote that 
the material, as it is employed in the uncured composi-
tion, is intended for polymerization to a higher molecu-
lar weight in the final cured coating. The useful acrylyl 
oligomers generally have a molecular weight of at least 
about 400 and, usually from about 1,000 to 10,000, 
although the molecular weight is not critical to the 
practice of this invention. 

Many radiation curable acrylyl oligomers are known 
in the art and no attempt will be made to enumerate 
them all herein. However, one can mention as illustra-
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tive of suitable acrylyl oligomers the acrylic acid or 
methacrylic acid esters of epoxidized fatty oils such as 
linseed, soybean, cottonseed or hempseed oil, such as 
those disclosed in U.S. Pat. Nos. 3,125,592; 3,224,989; 
and 3,256,225; compounds obtained by first reacting a 5 
dicarboxylic acid anhydride with hydroxyalkyI(meth)a-
crylate to form a half ester and then reacting the half 
ester with glycidyl acrylate, such as those described in 
U.S. Pat. No. 3,785,849; polyester oligoacrylates ob-
tained by reacting a polybasic acid with a polyhydric 1 0 

alcohol and a reactive acrylyl compound, such as those 
described in U.S. Pat. No. 4,001,097; urethane acrylyl 
oligomers containing at least one urethane group (i.e. 

30 

O 15 

II 
—OCN—) 

H 

in the molecule. 2 0 

The urethane acrylyl oligomers are widely employed 
in radiation curable compositions and many urethane 
acrylyl oligomers are disclosed. 

Typically, the urethane acrylyl oligomer is prepared 
by reacting a mixture of one or more hydroxyl-bearing 2 5 

compounds and one or more organic polyisocyanates, 
wherein at least one of the hydroxyl-bearing com-
pounds has, in addition to its hydroxyl functionality, 
one or more acrylyl or methacrylyl groups. Usually, at 
least one of the hydroxyl-bearing reactants is an oligo-
meric or polymeric organic polyol so that the desired 
molecular weight can be achieved in the urethane acry-
lyl oligomer. The oligomeric or polymeric organic 
polyols can be, for example, polyether polyols, e.g. 3 5 
polyoxyethylene polyols, polyoxypropylene polyols, 
etc.; polylactone polyols, e.g. poly-epsilon-caprolac-
tone or any of the organic polycaprolactone polyols 
described in U.S. Pat. No. 3,169,945; polyester polyols 
such as the polyadipates; or any of the other known ^ 
useful organic polyols. The oligomeric or polymeric 
organic polyol can be converted to an acrylyl or metha-
crylyl bearing polyol reactant by reacting it with 
acrylic or methacrylic acid, with the polyol being em-
ployed in stoichiometric excess to insure the presence of 45 
free hydroxyl groups in the reaction product. The acry-
lated or methacrylated organic polyol thus produced 
can be reacted with an organic polyisocyanate to pro-
duce the urethane acrylyl oligomer useful in the im-
proved compositions of this invention. 50 

Alternatively, the urethane acrylyl oligomer can be 
obtained by reacting a mixture of an organic polyisocy-
anate, an oligomeric or polymeric organic polyol and a 
monomeric hydroxyacrylate or hydroxymethacrylate 
compound such as 2-hydroxyethyl acrylate, 2-hydrox- 55 
yethyl methacrylate, 2-hydroxypropyl acrylate, 2-
hydroxypropyl methacrylate, trimethylol propane di-
methacrylate, trimethylol propane monomethacrylate, 
pentaerythritol tri-, di-, or mono-acrylate, pentaerythri-
tol tri-, di-, or mono-methacrylate, and the like. 60 

Yet another method by which the urethane acrylyl 
oligomer can be produced is by: (a) producing an 
isocyanate-terminated polyurethane prepolymer by 
reacting a stoichiometric excess of an organic polyiso-
cyanate with an organic polyol; then (b) reacting the 65 
isocyanate-terminated polyurethane prepolymer ob-
tained in step (a) with a hydroxyacrylate or hydroxyme-
thacrylate compound, such as 2-hydroxyethyl acrylate, 

2-hydroxyethyl methacrylate, 2-hydroxypropyl acry-
late, 2-hydroxypropyl methacrylate, etc. 

Suitable urethane acrylyl oligomers are described and 
illustrated in much greater detail in U.S. Pat. Nos. 
3,782,961; 3,700,643; 3,954,584; 3,297,745; and 
3,891,523. 

The above described methods of producing the ure-
thane acrylyl oligomer component are presented as 
illustrative only and any other urethane acrylyl oligo-
mers known in the art may be employed in the im-
proved radiation curable coating compositions of this 
invention. The selection of a particular acrylyl oligomer 
does not constitute the invention herein. 

In addition to the orthosilicate compound and the 
acrylyl oligomer, the improved radiation curable coat-
ing compositions of this invention can, if desired, con-
tain a radiation reactive crosslinking agent. The suitable 
cross-linking agents are known to those skilled in the art 
and generally are chosen from the low molecular 
weight poly functional acrylate or methacrylate esters. 
By "low molecular weight" in this context is meant that 
the polyfunctional acrylate or methacrylate esters usu-
ally have average molecular weights which do not 
exceed about 1,200. While there is no strict lower limit 
on the molecular weight of the polyfunctional acrylate 
or methacrylate ester crosslinker, this component usu-
ally has a molecular weight of at least about 168. 

The low molecular weight polyfunctional acrylate or 
methacrylate esters are any of the di-, tri-, or tetra-acry-
late esters of acrylic acid or methacrylic acid with the 
di-, tri-, or tetra-alcohols. One can mention, as being 
merely illustrative thereof, neopentyl glycol diacrylate, 
3-acryloxy-2', 2'-dimethyl-propyl 3-acryloxy-2, 2-dime-
thylpropionate, 1,6-hexanediol diacrylate, pentaerythri-
tol triacrylate, ethylene glycol diacrylate, diethylene 
glycol diacrylate, trimethylol propane triacrylate, pena-
erythritol triacrylate, and the like, the reaction product 
of 2 moles of a hydroxyalkyl, acrylate, e.g. 2-hydrox-
yethyl acrylate, and 1 mole of an organic diisocyanate, 
or the corresponding methacrylates. 

The concentration of acrylyl oligomer and low mo-
lecular weight polyfunctional acrylate or methacrylate 
which can be suitably employed in the radiation curable 
coating compositions are known to those skilled in the 
art and any such composition containing an acrylyl 
oligomer can advantageously employ the tetraethylor-
thosilicate or tetraethoxyethylorthosilicate as a diluent. 
Typically, the coating compositions contain from about 
30 to about 95 weight percent of the acrylyl oligomer 
and from 0 to about 50 weight percent of the low molec-
ular weight polyfunctional acrylate or methacrylate 
crosslinker. 

When the coating composition is to be cured by expo-
sure to non-ionizing radiation, e.g. ultraviolet, there is 
present in the composition a photoinitiator, which can 
be present at a concentration of up to about 10 weight 
percent of the radiation curable composition, and is 
preferably present at a concentration of from 1 to 5 
weight percent thereof. The suitable photoinitiators are 
well known in the art. One can mention, as illustrative 
thereof 2,2-diethoxyacetophenone, 2- or 3- or 4-
bromoacetophenone, 3- or 4-bromoacetophenone, ben-
zoin, the allyl benzoin ethers, benzophenone, benzoqui-
none, 1-chloroanthraquinone, p-diacetyl-benzene, 9,10-
dibromoanthracene, 9,10-dichloroanthracene, 4,4-
dichlorobenzophenone, l,3-diphenyl-2-propanone, 1,4-
naphthyl-phenyl ketone, 2,3-pentanedione, propiophe-



4,143,1 
5 

none, chlorothioxanthone, xanthone and the like, or a 
mixture of these. 

Those skilled in the art of photochemistry are fully 
aware that so-called "photoactivators" or "photosyner-
gists" can be used in combination with the aforemen- 5 

tioned photoinitiators and that synergistic effects are 
sometimes achieved when such combinations are used. 
Photoactivators are well known to those skilled in the 
art and require no further description herein for them to ^ 
know what they are. Nonetheless, one can mention as 
illustrative of suitable photoactivators, methylamine, 
tributylamine, N-methyldiethanolamine, 2-aminoe-
thylethanolamine, allylamine, cyclohexylamine, diphe-
nylamine, ditolylamine, trixylylamine, tribenzylamine, 15 
n-cyclohexylethylenimine, piperadine, N-methylpipera-
zine, 2,2-dimethyl-l,3-bis-(3-N-morpholinyl)pro-
pionyloxy propane, and the like, or any mixture of 
these. The photoactivators, when used, are employed in 
the usual effective amounts which are known to those 20 
skilled in the art (see, e.g., U.S. Pat. No. 3,795,807). 

The tetraethylorthosilicate or tetraethoxyethylor-
thosilicate or mixture thereof is present in the improved 
radiation curable coating compositions of this invention 
at a concentration of from 1 to 50 weight percent, pref- 2 5 

erably from 1 to 15 weight percent thereof. The exact 
amount to be employed in a given composition is 
largely determined by the viscosity desired in the un-
cured coating composition and the viscosities and con-
centrations of the other components employed, particu-
larly the acrylyl oligomer component. It is well within 
the ability of the average skilled worker in the art to 
determine, without undue experimentation, the specific 
amount of the orthosilicate which is necessary in a 3 5 
given composition to produce the desired viscosity. 

If one desires, the orthosilicate diluent can be em-
ployed in conjunction with a liquid monofunctional 
acrylate diluent. It is to be understood that the primary 
benefit obtained by the use of the orthosilicate com- 40 
pound in accordance with the teachings of this inven-
tion is to reduce reliance on monofunctional acrylates 
or methacrylates as diluents. At the same time, how-
ever, it may be desirable to have a small amount of 
liquid monofunctional acrylate or methacrylate present, 45 
insofar as the monofunctional acrylate or methacrylate 
may, in some instances, impart desirable physical prop-
erties to the cured coating. In any case, the orthosilicate 
diluent reduces the amount of liquid monofunctional 
acrylate necessary to produce the desired viscosity in 5 0 

the uncured coating composition. By reducing the con-
centration of liquid monofunctional acrylate in the coat-
ing composition, one reduces the toxicity hazard. 

A class of liquid monofunctional acrylate monomers ^ 
which have been found to impart a degree of hardness 
and abrasion resistance to the cured coatings are the 
carbamoyloxy alkyl acrylates, which can be N-monoal-
kyl substituted. Examples of the. carbamoyloxy alkyl 
acrylates are N-methyl carbamoyloxy methyl acrylate, gg 
N-ethyl carbamoyloxy methyl acrylate, 2-car-
bamoyloxy ethyl acrylate, 2-(N-methyl carbamoyloxy) 
ethyl acrylate, 2-(N-ethyl carbamoyloxy) ethyl acry-
late, 2-carbamoyloxy propyl acrylate, and the like, or 
the corresponding methacrylates. 65 

Less preferred liquid monofunctional acrylates which 
can be present in the improved radiation curable coat-
ing compositions are those defined by the formula: 

6 

C H , = C C O O — R , 
I 
X 

wherein X is hydrogen or methyl and R can be unsubsti-
tuted or substituted alkyl, cycloalkyl, alkenyl, aryl, or 
aralkyl, wherein the substituent can be alkoxy, hydroxy, 
cyano, phenoxy or amino; all of which are well known 
in the art. 

One can mention, as illustrative of such compounds: 
alkyl acrylates haying up to about 12 carbons in the 
alkyl segment such as ethyl acrylate, butyl acrylate, 
2-ethylhexyl acrylate, amyl acrylate, n-lauryl acrylate, 
nonyl acrylate, n-octyl acrylate, isooctyl acrylate, iso-
decyl acrylate and the like; alkoxy alkyl acrylates such 
as methoxybutyl acrylate, ethoxyethyl acrylate, ethoxy-
propyl acrylate, and the like; hydroxyalkyl acrylates 
such as hydroxyethyl acrylate, hydroxybutyl acrylate 
and the like; alkenyl acrylates, such as trimethoxyal-
lyloxymethyl acrylate and allyl acrylate; aralkyl acryl-
ates such as phenoxyethyl acrylate and benzyl acrylate; 
cycloalkyl acrylates such as cyclohexyl acrylate, cyclo-
pentyl acrylate and isobornyl acrylate; aminoalkylacry-
lates such as diethylaminoethyl acrylate; cyanoalkyl 
acrylates such as cyanoethyl acrylate and cyanopropyl 
acrylate; and the corresponding methacrylate. 

If desired, the liquid monofunctional acrylate can be 
present in the coating composition in amounts up to 
about 40 weight percent thereof. 

In addition to the foregoing components, the im-
proved radiation curable coating compositions of this 
invention can also contain conventional additives such 
as pigments, wetting agents, flatting agents, etc., which 
are employed in the usual known effective concentra-
tion. 

The acrylyl oligomer, tetraethylorthosilicate or tetra-
ethoxyorthosilicates, and other components if present, 
are admixed in any manner suitable for achieving a 
homogeneous composition to produce the improved 
radiation curable coating compositions of this inven-
tion. 

The improved radiation curable coating composition 
can be applied to a substrate by any conventional means 
of the coatings are; including spray, curtain coating, roll 
coating, brushing and doctor knife techniques. 

The applied radiation curable coating composition 
can be cured by any of the known radiation curing 
methods such as exposure to ultraviolet light, x-rays, 
alpha particles, electron beam, or gamma rays. Irradia-
tion can be performed using any of the known and 
commonly available types of radiation curing equip-
ment, for example, curing may be done by low, medium 
or high pressure mercury arc lamps or with a swirlflow 
plasma arc radiation source by the process disclosed in 
U.S. Pat. No. 3,650,699. Curing can be carried out in air 
or in an inert atmosphere such as nitrogen or argon. 
Exposure time required to cure the composition varies 
somewhat depending on the specific formulation, type 
and wavelength of radiation, energy flux, concentration 
of photoinitiator, and film thickness. Those skilled in 
the art of radiation technology will be able to determine 
the proper curing time for any particular composition. 
Generally, the cure time is rather short, that is, less than 
about 20 seconds. 

While not all of the orthosilicate is necessarily incor-
porated into the cured coating, any of the orthosilicate 
which may escape into the surrounding environment 
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during application and curing of the coating composi-
tion does not represent a significant toxicity hazard. As 
previously mentioned, at least a substantial portion of 
the orthosilicate becomes incorporated into the cured 
coating. When cured coatings containing the orthosili-
cates were exposed to boiling water no "blush" was 

T E O S (p.p.h.) Brookfield viscosity (cps. at 23" C.) 

0 820 
1 770 
2 660 
3 610 

, ,i , . . , . . . , . , , TEOS - Tetraethylorthosilicate 
subsequently observed m the coating, indicating that 
the orthosilicate did not migrate. 

The following examples are presented in order to EXAMPLE 2 
further illustrate the invention herein and are not in- U s i n g a n a i r s t i r r e r ; a r a d i a t i o n curable coating com-
tended to limit its scope. position was prepared by mixing 125 grams of oligo-

In the examples the following test procedures were mer/crosslinker and 1 gram of 2,2-diethoxyacetophe-
employed: none. A second radiation curable coating composition 

Scrub test — 10 ml. of a 5% aqueous solution of an 15 was prepared by mixing 125 grams of oligomer/cross-
abrasive household cleanser were placed on the speci- linker, 1 gram of 2,2-diethoxyacetophenone, and 20 
men. A scrub brush (Gardner No. WG-2000-NB) carry- grams of tetraethylorthosilicate. The composition with-
ing a 170 gram weight was drawn across the sample in out tetraethylorthosilicate had a Brookfield viscosity of 
a straight line for 250 cycles. Gloss of the sample (60° 930 cps. at 25° C., while the composition containing the 
Gardner glossmeter) was measured before and after 20 tetraethylorthosilicate had a Brookfield viscosity of 600 
scrubbing and results reported as percent decrease in CPS- a t C. 
60° gloss value A portion of the coating which contained the tetrae-

Frick Taper abrasion test-Standard Taber abrasion thylorthosilicate was applied to a #37 Bonderite steel 
resistance test modified by continuously feeding a Panelat a filmthicknessof 0 25 milsusmgaNo. 3 wire 

. . . . c f 2 5 wound rod (this applied coating is identified as sample 
stream of 240 mesh alumina grit onto the surface of the A ) A ^ ^ p o r t ^ n o f t h e c o

S
a t i n g c o m p o s i t i o n co

P
n. 

sample and rotating the sample under a pairot leather t a i n i n g t h e tetraethylorthosilicate was applied to a 
covered abrading wheels (1,000 gram load). Grit is Bonderite #37 steel panel at a film thickness of 2.5 mils 
continuously removed from surface after completion of u s i n g a B a k e r K n i f e ( t h i s a p p l j e d coating is identified as 
one revolution. Results are reported as grams/1,000 3 0 Sample B). As a control, a portion of the coating corn-
cycles of speciment lost. position without the tetraethylorthosilicate was applied 

The "oligomer/crosslinker" employed in several of to a Bonderite #37 steel panel at a film thickness of 0.25 
the examples was a mixture of: mils using a No. 3 wire wound rod. Each of the coating 

(a) 85 weight percent of a urethane acrylyl oligomer compositions on the steel panels was cured by 2.0 sec-
obtained by reacting 1 mol. part of a difunctional 35 onds of exposure to medium pressure mercury arc 
poly-epsilon-caprolactone polyol (average OH No. lamps which delivered ultraviolet light at a flux of 2,500 
212, average m. wt. 530) with 1 mol. part isopho- watts/sq. ft. under 10 p.s.i. nitrogen blanketing. Me-
rone diisocyanate and then reacting the product chanical properties of the cured films are given below 
thus obtained with 1 mol. part of 2-hydroxyethyl 
acrylate; and ^ 

(b) 15 weight percent of the product of reaction of 2 
mol. parts of 2-hydroxyethyl acrylate and 1 mol. 
part of isophorone diisocyanate. 

The "silicone slip additive" employed in several of 
the examples had the formula: 

EXAMPLE 3 
(CH3)3SiO(CH3siO)3 2[(CH3)2SiO]2oSi(CH3)3 To each of 4 portions of the radiation curable coating 

I— (CH2)3(0C3H5)14(0C2H4)190C4H9 composition used in Example 1, there were added vary-
50 ing amounts of tetraethylorthosilicate as indicated in the 

The designation M C E A is used in lieu of the more t a b l e below. Each coating composition was mixed with 
complete nomenclature for 2-(N-methylcarbamoylox- a h i S h s P e e d . stirrer, applied to stainless steel plated at 
y)ethyl acrylate. 2-mil film thicknesses, and radiation cured in a manner 

similar to that of Example 2. The cured films were 
EXAMPLE 1 55 removed from the plates and sections of the films were 

A radiation curable coating composition was pre- t e d f o ' m e c h a " i c a l p r ° p ^ s * f t e r 5 d a y S a S i n § bo t
T

h 
, , . . -c • * -f- at room temperature and at 65 C. m a hot air oven. It pared by mixing to a uniform consistency a composition . f, . .. x ^ , ., ... 
• y r ^on • i.. * i- / i - i can be seen that the presence of tetraethylorthosilicate consisting of 68.9 weight percent ohgomer/crosshnker; a s a d i l u e n t h a d ^ ^ Q n ^ ^ ^ t i e s o f 

22.1 weight percent 2-hydroxyethyl acrylate, 8.3 6Q t h e c u r e d c o a t i n g s . I n f a c t > t h e t e n s i l e ^ o f t h e 
weight percent 2-ethylhexyl acrylate; 0.7 weight per- s a m p l e s c o n t a i n i n g tetraethylorthosilicate were in all 
cent 2,2-diethoxyacetophenone; and adding thereto 1 c a s e s g r e a t e r than the comparable cured samples con-
weight percent, based on the weight ofthe composition, taining no tetraethylorthosilicate. 
of silicone slip additive. To three portions of the radia-
tion curable coating composition there were added 1,2, 65 : — 
and 3 parts per hundred of tetraethylorthosilicate to Sample ! 2 3 4 5 

determine its effect on viscosity. Results are reported Jthyiorthosilicate, 
below. p.p.h. of coating 

Stiffness Tensile Elongation, 
% Sample Modulus, p.s.i. Strength, p.s.i. 

Elongation, 
% 

Control 18,200 2,500 46 
A 29,800 2,000 51 
B 9,800 2,000 43 

45 

10 



9 
-continued 

composition 
Aged 5 days, room temp. 
Stiffness modulus, 
p.s.i. 
Tensile strength, p.s.i. 
Elongation, % 
Aged 5 days. 65° C. 
Stiffness modulus, 
p.s.i. 
Tensile strength, p.s.i. 
Elongation, % 

2,095 
2.0 

2,800 
4.0 

2,972 
3.0 

2,776 
4.0 

3,106 
5.0 

2,962 
4.0 

4,143,013 

120,897 109,250 114,408 100,222 108,265 

2,931 
5.0 

2,833 
4.0 

96,210 113,003 108,161 103,472 103,193 

3,157 
5.0 

3,209 
6.0 
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1,381 99 780 

EXAMPLES 5-8 
In each of these examples, a conventional radiation 

curable coating composition is compared with a similar 
composition in which a portion of the monomeric 

10 monofunctional acrylate has been substituted by tetrae-
thylorthosilicate. 

EXAMPLE 4 
The following radiation curable coating composition 

of the prior art, was used as a base coating composition 
in this example: 

Weight % 
Urethane acrylyl oligomer* 50.0 
MCEA 43.0 
2-ethylhexyl acrylate 5.8 
Silicone slip additive 0.3 
2,2-diethoxyacetophenone 0.9 

Parts by weight 
6 

Base coating composition 
Tetraethoxyethyl-

orthosilicate 
Tetraethylorthosilicate 
Photoinitiator* 

SO 
20 

100 

20 
2 

*(CHJ)3C—( ( J ) W C - C - C 1 3 

Cured Uncured 

Tensile strength,p.s.i. 
Elongation Viscosity, cps. 

(23° C.) 

A 
B 

1,088 
2,222 

108 
116 

240 
110 

Example 5 

15 

20 

Formulation 
Weight percent 

'Prepared by reacting 1 mol. part of a difunctional poly-epsilon-caprolactone polyol 
(average O H No. 212, average m. wt . S30), 2 mol. parts isophorone diiso-cyanate, 2 5 
and 2 mol. parts 2-hydroxyethy] acrylate. Oligomer contains 20 wt. % MCEA, 
which was the reaction solvent. 

A series of three coating compositions were then 
prepared by mixing the base coating composition with 
the components indicated below. The composition had 30 
to be heated to 50° C. to dissolve the photoinitiator. 
Each of the coating compositions was applied to release 
paper at a thickness of 2.2 mil with a No. 40 wire wound 
rod. The coatings on the release paper were cured in a 
manner similar to that employed in Example 2, with 35 
nitrogen blanketing at 15 p.s.i. Brookfield viscosities of 
the uncured coating compositions and tensile properties 
of the cured coatings are given below. It can be seen 
that both tetraethylorthosilicate and tetraethyoxye-
thylorthosilicate substantially reduced the viscosity of 40 
the coating compositions. The cured coating containing 
tetraethylorthosilicate had somewhat higher tensile 
strength than the coating containing no orthosilicate 
compound, while the cured coating containing tetrae-
thoxyethylorthosilicate had a somewhat lower tensile 45 
strength. In each example, the coating compositions 
were prepared by mixing to a uniform composition the 
components listed in the table below. Each composition 
was applied to a substrate (release paper in Examples 5 
and 6, Bonderite steel in Examples 7 and 8) and cured 50 
by a procedure similar to that used in Example 2. 

Urethane acrylyl 
oligomer* 

MCEA 
Tetraethylorthosilicate 
2,2-diethoxyacetophenone 
, , -trichIoro-4'-
t-butyl acetophenone 
No. 2 Zahn cup viscosity, 
sec. 
Film properties 

Tensile strength,p.s.i. 
Elongation, % 

A B C 
60 60 60 

39 

1 

29 
10 

24 
15 

1 

106.8 217.4 171.1 

24 
15 

1 

106.8 

4,135 
53 

3,054 1,763 
93 

•Produced by first reacting 1 mol. part of a tetrafunctional poly-epsilon-caprolac-
tone polyol (m. wt. 909, ave. O H no. 247, acid no. 0.185) with 6 mol. parts isopho-
rone diisocyanate; then reacting the product thus formed with 3 mol. parts of 
2-hydroxyethylacrylate. Contains 30 wt. % MCEA, which was the reaction solvent. 
Example 6 

Weight percent 
Formulation, A B 
Urethane acrylyl oligomer* 60 60 
MCEA 15 20 
2-ethylhexyl acrylate 8.7 8.7 
2,2-diethoxyacetophenone 1 1 
Silicone slip additive 0.3 0.3 
Crosslinker** 10 10 
Tetraethylorthosilicate 5 — 
Brookfield viscosity, cps. (23° C.) 1,280 4,300 
Film properties 

Tensile strength, p.s.i. 1,251 4,877 
Elongation, % 50 10 

•Produced by first reacting 1 mol. part of a difunctional poly-epsilon-caprolactone 
polyol (m. wt. 540, average OH no. 310, acid no. 0.25) with 3 moles of isophorone 
diisocyanate; and then reacting the product thus produced with a mixture of 2.2 mol. 
parts of 2-hydroxyethyl acrylate and 0.8 mol. parts of 2-ethyIhexanol. 

Example 7 

Formulation 

55 

60 

65 

Urethane acrylyl oligomer 
MCEA 
2,2-di-sec-butoxyacetophenone 
N-vinyl pyrrolidone 
Crosslinker** 
Tetraethylorthosilicate 
Brookfield viscosity, cps. (23° C.) 
Film properties 

Scrub test, 
% gloss retained 
Frick Taber abrasion, 
grams 

Tensile strength p.s.i. 
Elongation, % 

•Produced by first reacting 1 mol. part of a difunctional poly-epsilon-caprolactone 
polyol (m. wt. 540, avge. O H no. 310, acid no. 0.25) with 3 mol. parts of 4,4'-methy-
lene-bis(cyclohexylisocyanate); then reacting the product thus obtained with 3 mol. 
parts of 2-hydroxyethyl acrylate. Contains 15 wt. % isodecyl acrylate and 20 wt. % 
MCEA, which were reaction solvents. 
••Reaction product of 1 mol. part isophorone diisocyanate and 2 mol. parts 2-
hydroxyethyl acrylate. 

Example 8 

Weight percent 
A B 

60 60 
25 15 

1 1 
6 6 
8 8 
- 10 

17,640 8,700 

47 49 
.0611 .0631 

6,063 
10 

2,760 
46 

Formulation 
Weight percent 
A B 

Urethane acrylyl oligomer 
2,2-di-sec-butoxyacetophenone 
Crosslinker AT 
Crosslinker B 
MCEA 
Phenoxyethyl acrylate 
Tetraethylorthosilicate 
Brookfield viscosity, cps. (23° C.) 

70 
1 
7 
7 

10 
5 

6,000 

70 
1 
7 
7 

10 

5 
4,520 
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4,143,013 
12 

F i l m p r o p e r t i e s 

S c r u b test , % g l o s s re ta ined 
F r i c k taber abras ion , g r a m s 
T e n s i l e s t r e n g t h , p.s.i . 
E l o n g a t i o n , % 

48.3 
.0204 
2,409 

89 

546 
.0133 
1,276 

77 

10 

Produced by first reacting 2 mol. parts of a difunctional poly-epsilon-caprolactone 
polyol (m. wt. 530, avge. O H no. 212. acid no. 0.25), and 1 mol. part o f a Afunc t iona l 
poly-epsilon-caprolactone polyol (m. wt. 900), avge. O H no. 187, acid no. 0.25) with 
5 mol. parts of 4,4'-methylene-bis-(cyclohexylisocyanate); then reacting the product 
thus obtained with 3 mol. parts 2-hydroxyethyl acrylate. Contains 30 wt . % M C E A 
and 10 wt . % isodecyl acrylate, which were reaction solvents. 
23'-acryloxy-2\2 '-dimethylpropyl 3-acryloxy-2,2,-dimethylpropionate. 
^Reaction product of 1 mol. parts isophorone diisocyanate and 2 mol. part 2-hydrox-
yethyl acrylate. 

In all the foregoing; examples it was observed that the 
uncured coating compositions containing tetraethylor- 15 

thosilicate or tetraethoxyethylorthosilicate as a diluent 
appeared to exhibit generally superior flow and leveling 
characteristics in their application to substrates by com-
parison to corresponding formulations containing no 
tetraethylorthosilicate or tetraethoxyethylorthosilicate. 2 0 

What is claimed is: 
1. In the process of coating a substrate wherein a 

radiation curable coating composition containing an 
acrylyl oligomer is applied to the substrate and then 
cured by exposure to radiation, the improvement which 2 5 

comprises admixing with the radiation curable coating 
composition, prior to applying it to the substrate, a 
diluent chosen from the group consisting of tetrae-
thylorthosilicate and tetraethoxyethylorthosilicate, the 
concentration of said diluent being from 1 to 50 weight 3 0 

percent, based on the weight of radiation curable coat-
ing composition and diluent. 

2. An improvement as claimed in claim 1, wherein 
said diluent is employed at a concentration of from 1 to 
15 weight percent, based on the weight of radiation 35 
curable coating composition and diluent. 

3. An improvement as claimed in claim 1, wherein 
said acrylyl oligomer is a urethane oligomer character-
ized in that it has a molecular weight of from 1,000 to 
10,000; contains at least one urethane group; and at least 4 0 

one acrylyl or methacrylyl group per molecule. 
4. An improvement as claimed in claim 1, wherein 

said radiation curable coating composition, exclusive of 
the tetraethylorthosilicate or tetraethoxyorthosilicate, 
comprises: 

(A) from 30 to 95 weight percent of a polyurethane 
acrylate oligomer, characterized in that it has a 

45 

molecular weight of from 1,000 to 10,000, contains 
at least one urethane group, and contains an aver-
age of at least one acrylyl or methacrylyl group per 
molecule; 

(B) from 0 to about 50 weight percent of a low molec-
ular weight polyfunctional acrylate or methacry-
late crosslinker; 

(C) from 0 to 40 weight percent of a liquid monofunc-
tional acrylate or methacrylate; and 

(D) from 0 to 20 weight percent of a photoinitiator. 
5. An improvement as claimed in claim 1, wherein 

said diluent is tetraethylorthosilicate. 
6. An improvement as claimed in claim 1, wherein 

said diluent is tetraethoxyethylorthosilicate. 
7. In a radiation curable coating composition contain-

ing an acrylyl oligomer, the improvement which com-
prises having present therein, as a diluent, a compound 
chosen from the group consisting of tetraethylorthosili-
cate and tetraethoxyethylorthosilicate. 

8. An improved composition as claimed in claim 7, 
wherein said acrylyl oligomer is a urethane acrylate 
oligomer. 

9. An improved composition as claimed in claim 8, 
wherein said urethane acrylate oligomer has a molecu-
lar weight of from 1,000 to 10,000, contains at least one 
urethane group, and at least one acrylyl or methacrylyl 
group per molecule. 

10. An improved composition as claimed in claim 7, 
further comprising: 

(A) from 30 to 95 weight percent of a urethane acry-
late oligomer, characterized in that it has a molecu-
lar weight of from 1,000 to 10,000, contains at least 
one urethane group, and contains an average of at 
least one acrylyl or methacrylyl group per mole-
cule; 

(B) from 0 to 50 weight percent of a low molecular 
weight polyfunctional acrylate or methacrylate 
crosslinker; 

(C) from 0 to 40 weight percent of a liquid monofunc-
tional acrylate or methacrylate; and 

(D) from 0 to 20 weight percent of a photoinitiator. 
11. An improved composition as claimed in claim 7, 

wherein said diluent is tetraethylorthosilicate. 
12. An improved composition as claimed in claim 7, 

wherein said diluent is tetraethyoxyethylorthosilicate. 

50 

55 

60 

65 


