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MULTI-COMPONENT SOLVENTLESS SILICONE
RELEASE COATING SYSTEM

Matter enclosed in heavy brackets [ ] appears in the
original patent but forms no part of this reissue specifica-
tion; matter printed in italics indicates the additions made

by reissue.

BACKGROUND OF THE INVENTION

The present invention relates to a method for provid-
ing heat cured, precious metal catalyzed, solventless
silicone release coating compositions which have im-
proved shelf-life and bath-life, require utilization of
smaller quantities of precious metal catalyst and provide
the end-user greater flexibility in formulating and pre-
paring release coating baths which meet his specific
needs. In addition, the present invention provides an
article of manufacture useful for providing the ingredi-
ents necessary to practice the foregoing method.

An important advance in the art of silicone release
coating compositions is the solventless release coating
composition of Grenoble, described in U.S. Pat. No.
4,071,644. This composition includes a low viscosity
vinyl chain-stopped polysiloxane or a low viscosity
silanol terminated polysiloxane with an organohy-
drogensiloxane and a curing catalyst. Among the ad-
vantages of such a solventless release coating composi-
tion are that the need for expensive pollution control
equipment is eliminated and the amount of energy re-
quired to effect curing is substantially reduced.

However, a problem relating to premature curing or
gelation must be overcome in order to provide a com-
mercially more desirable solventless release coating
composition. A typical coating composition is provided
as a two component system, one component containing
a base polymer and catalyst and the other a cross-link-
ing agent. When the two components are mixed to-
gether to provide a release coating bath, premature
curing may result in a catalyzed bath having a pot-hfe
insufficient to enable the end-user to carry out the coat-
ing application. One way of ameliorating these prob-
lems is to include an inhibitor in the component contain-
ing the base polymer and catalyst which is effective for
retarding the cure reaction at ambient temperature but
not at elevated temperatures.

One example of such an inhibitor containing release
coating composition is disclosed in Eckberg, U.S. Pat.
No. 4,256,870. This release coating composition com-
prises a base polymer such as a vinyl chan-stopped
polydialkyl-alkylvinyl copolymer and a methylhydro-
gen cross-linking fluid. A platinum or platinum metal
complex is provided to initiate an addition cure or hy-
drosilation reaction. An inhibitor selected from organic
esters of maleic acid is added to the composition in
order to selectively retard the cure reaction so as to
provide adequate shelf-life and a workable pot-life for
the coating composition.

Eckberg in U.S. Pat. No. 4,262,107 discloses a sih-
cone rubber composition with a good shelf-life and fast
curing at elevated temperatures comprising a silanol
end-stopped diorganopolysiloxane polymer, a silicone
hydride and a rhodium complex catalyst tn combination
with an inhibitor compound selected from low molecu-
lar weight silanol end-stopped diorganopolysiloxanes,
certain acetylenic compounds, olefinic carboxylic acid
esters of aliphatic alcohols such as vinyl acetate, alkenyl]
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isocyvanurates and mixtures of such inhibttor com-

pounds.
In U.S. Pat. No. 4,347,346 Eckberg discloses a sol-

ventless platinum or rhodium catalyzed addition cur-
able polyorganosiloxane release coating composition
containing a dialkylacetylenedicarboxylate ihibitor for
preventing premature gelation at ambient temperatures
but which will cure at elevated temperatures via a hy-
drosilation reaction to form a coating capable of releas-
ing materials from substrates which would normally
adhere thereto.

A solventless silicone release coating composition
containing a blend of a dialkyicarboxylic ester having
carbon to carbon unsaturation and an olefinic carbox-
vlic acid ester of an aliphatic alcohol which is effective
for retarding a precious metal catalyzed addition cure
hydrosilation reaction at room temperature, but which
does not interfere with curing at elevated temperatures,
is provided by Eckberg in Ser. No. 458,420, filed con-
currently herewith. Generally such release coating
composition comprises an olefinorganopolysiloxane or
silanol terminated polysiloxane base polymer, an or-
ganohydrogenpolysiloxane cross-linking agent, a cata-
lytic amount of a precious metal catalyst and an effec-
tive amount of a blend of a dialkylcarboxylic ester hav-
ing carbon to carbon unsaturation and an olefinic car-
boxylic acid ester of an aliphatic alcohol for inhibiting
an addition cure hydrosilation reaction between said
base polymer and said cross-linking agent at room tem-
perature, but which is not present in an amount suffi-
cient to prevent curing of said coating composition at
elevated temperatures. The ratio of dialkyl carboxylic
ester to olefinic carboxylic acid ester of an aliphatic
alcohol of the inhibitor blend ranges from approxi-
mately 1:24 to 1:1, but preferably is blended in a 1:3
ratio. The most preferred dialkyl carboxylic ester con-
taining carbon to carbon unsaturation i1s diallylmaleate;
however, other preferred compounds include butylal-
lylmaleate, diallylsuccinate, dimethylmaleate, diethyl-
maleate and silylmaleates such as bisy-propyltris (me-
thoxy)silylmaleate. The most preferred olefinic carbox-
ylic acid ester of an aliphatic alcohol is vinyl acetate;
however, any compound derived from an aliphatic
alcohol having 1 to 4 carbon atoms and an olefinic
carboxylic acid having 2 to 10 carbon atoms is also
effective. Ordinarily an effective amount of inhibitor
ranges from approximately 0.05% to approximately 2%
by weight and preferably from 0.1% to 1.5% by weight.

Although compositions such as the foregoing have
improved shelf-life and pot-life, it is destrable to provide
compositions and methods which still further improve
such compositions’ shelf-life and pot-life. Additionally,
it is desirable to provide compositions and methods
which utilize even smaller amounts of precious metal
catalyst, further reduce the amount of energy required
to effect a cure, and provide the end-user with greater
flexibility in formulating and preparing release coating
compositions which meet his specific needs. One such
composition is provided by Eckberg in U.S. Pat. No.
4,340,647, which comprises a vinyl or silanol functional
base polymer, a cross-linking agent containing silanic
hydrogen, a precious metal catalyst such as platinum or
rhodium, a carboxylic ester inhibitor, and a silicone
viny] gum cure accelerator effective for allowing ther-
mal curing.

All of the foregoing disclosures are assigned to the
same assignee as the present invention and are incorpo-
rated by reference into the instant disclosure.
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Normal procedure for providing the end-user with a
solventless release coating composition 1s to package
the base polymer, catalyst and inhibitor in one package
and to provide a second package containing the methyl-
hydrogen cross-linking agent. The end-user produces a
release coating composition bath by mixing the two
packages according to specified proportions, where-
upon such mixture 1s applied to a substrate such as paper
and allowed to cure at elevated temperatures in a rela-
tively short period of time.

Fabricators and formulators in the silicone industry
have quickly recognized the significance of the forego-
Ing silicone release coating compositions. It has become
an industry standard to utilize such compositions in a
two-package format at about a 100:5 mixture ratio. This
system works quite well as evidenced by the success of
the products 1in the market, but possesses certain disad-
vantages which are substantially overcome by the pres-
ent invention.

The present invention provides a system for packag-
ing and formulating silicone release coating composi-
tions and an article of manufacture useful in such sys-
tem. As a result, the shelf-life and pot-life are increased,
energy and precious metal catalyst consumption are
reduced, and flexibility in formulating baths to meet
specific needs ts provided. The two package prior art
system effectively fixes the ratio of catalyst and inhiba-
tor and thereby limits the end-user’s flexibility. Not only
does the three or more package system of the present
invention provide such flexibility through the selective
use of catalyst and inhibitor, it does so at effective cata-
lyst levels which are lower and therefore more econom-
ical than those previously provided by the art.

A system simlar to that of the present invention is
described by Caprino in U.S. Pat. No. 4,322,320. Ca-
prino provides a process for formulating an addition
cured silicone rubber composition comprising mixing
95 to 99.5 parts of Component A with 0.5 to 5.0 parts of
Component B and 0.5 to 5.0 parts of Component C and
curing said mixture. Component A is a silicone base
compound consisting essentially of 100 parts by weight
of a vinyl-containing linear polysiloxane and 0.5 to 50.0
parts by weight of a hydrogen-containing polysiloxane.
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Component B is a cure agent consisting essentially of 4

100 parts of said vinyl-containing polysiloxane contain-
ing therein at least 0.40 parts of an inhibitor compound
having at least one radical of the formula
—C—0—0—H, and at least 0.001 parts platinum per
100 parts vinyl polymer in Component B. Component C
1s a cure modifying agent consisting essentially of 100
parts of said vinyl-containing polysiloxane containing at
least 0.10 parts of said inhibitor compound.

The present inventors are the first to recognize that
by keeping each ingredient in a separate package im-
proved results are obtained. That is, only the present
inventors have recognized the need to keep the catalyst
separate from the inhibitor and the base polymer, as
well as the need to keep separate the base polymer and
cross-linking agent in order to provide a release coating
having improved shelf-life, extended workable pot-life
and which utilizes substantially less precious metal cata-
lyst than required in the prior art.

[t 1s therefore an object of the present invention to
provide a method for increasing the shelf-life and work-
able pot-life of a silicone release coating composition.

It is also an object of the present invention to provide
a method for reducing the amount of precious metal
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catalyst utilized to initiate curing of a silicone release
coating composition without sacrificing performance.

Another object of the present invention is to provide
a method for enabling an end-user of a silicone release
coating composition to more easily formulate and pre-
pare a composition specific to his needs.

Still another object of the present invention is to
provide an article of manufacture comprising a plurality
of components which are mixed together to form a
stlicone release coating composition.

These and other objects will become apparent to
those skilled in the art upon careful consideration of the
following specification, examples and claims.

SUMMARY OF THE INVENTION

The process of the present invention provides a sys-
tem for formulating an addition cured silicone release
coating composition wherein specific proportions of
each of three or more packages are mixed together,
applied to a suitable substrate such as paper, and cured
at elevated temperatures to provide a release coating
such that materials do not adhere to the substrate which
normally would adhere thereto. Component A is an
olefinorganopolysiloxane or silanol chain-stopped poly-
siloxane base polymer. Component A can include any
of the inhibitor compounds provided for in the prior art;
however, the inhibitor blend disclosed by Eckberg, Ser.
No. 458,420 and filed concurrently with the present
invention, is preferred. It is even more preferable that
such inhibitor be provided as a separate component or
package so as to provide greater flexibility to the end-
user in formulating a release composition which meets
his specific needs. Component B is a precious metal
catalyst in a suitable silicone fluid with sufficient cata-
lyst present so as to afford approximately 25 ppm to 500
ppm in the blend. Component C is a polyorganohydro-
gen siloxane fluid, preferably polymethylhydrogen si-
loxane, cross-linking agent. Component D can be an
inhibitor as described above, a vinyl gum cure accelera-
tor, or other additive which further benefits the end-
user. Of course, it 1s contemplated that any number of
packages can be provided, for example component D
can be an inhibitor and Component E can be a vinyl
gum cure accelerator.

The article of manufacture of the present invention
comprises the individual packages or components
which contain the ingredients utilized in practicing the

. process of the present invention. That is, the article of

manufacture comprises the combination of, for exam-
ple, Component A, Component B, and Component C
which are provided the end-user for mixing in specific
proportions.

DESCRIPTION OF THE INVENTION

In accordance with the present invention there is
provided a method for providing heat cured precious
metal catalyzed solventless silicone release coating
compositions which have improved shelf-life and bath-
life, require utilization of small quantities of precious
metal catalyst and provide the end-user greater flexibil-
ity in formulating and preparing release coating baths
which meet his specific needs. Additionally, the present
invention provides an article of manufacture useful for
providing the ingredients necessary to practice the
method of the present invention.

As discussed hereinabove, existing solventless sili-
cone release coating compositions are provided to the
end-user in a two part package. One part consists of an
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olefinorganopolysiloxane or a silanol end-stopped poly-
siloxane base polymer having therein a precious metal
hydrosilation catalyst such as platinum or rhodium, and
most often, an inhibitor compound for retarding curing
at ambient temperature but which does not intertere
with curing at elevated temperatures. The second pack-
age contains an organohydrogenpolysiloxane crosslink-
ing agent, for example, trimethylsiloxy chain-stopped
polymethylhydrogensiloxane. The end-user combines
the two packages to form a release coating bath which
is utilized to coat a suitable substrate. After thermally
curing the coated substrate, there is provided a coating
capable of releasing materials from the substrate which
would normally adhere thereto. This system is useful
for unsophisticated end-users, but most formulators
now have a high degree of technical expertise and uti-
lize very sophisticated equipment in preparing products
for the marketplace. Accordingly, the present inventors
developed a system which would provide end-users
with greater flexibility in formulating release coating
baths to meet their specific needs. Surprisingly, how-
ever, it was found that by providing the ingredients
required for preparing a silicone release coating compo-
sition bath in separate packages, that in addition to ob-
taining flexibility there was also obtained increased
shelf-life and bath-life, reduction of the amount of pre-
cious metal catalyst required to effect curing at rela-
tively low temperatures, and reduction of the amount of
energy consumed during curing.

The process of the present invention provides these
benefits and overcomes many of the disadvantages of
the prior art two-package sustem through utilization of
a three or more package system. In the process of the
present invention it is preferable that each component
or package contain only one of the ingredients neces-
sary to provide a silicone release coating composition,;
however, as described more fully hereinbelow, certain
of the ingredients can be mixed together without ad-
versely affecting shelf-life, bath-life, or the amount of
precious metal catalyst required.

Package or Component A contains a base polymer
which can be either an olefinorganopolysiloxane having
structural units of the formula:

(I

R.R,!SiO (4—a—b)

or a silanol end-stopped organopolysiloxane having the

general formula:
|
HO slio H
R
X

wherein R is an organic radical selected from alkyl
radicals such as methyl, ethyl, propyl, isopropyl, butyl,
octyl, dodecyl and the like; cycloalkyl radicals such as
cyclopentyl, cyclohexyl, cycloheptyl and the like, aryl
radicals such as phenyl, naphthyl, tolyl, xylyl and the
like, aralkyl radicals such as phenylethyl, phenylpropyl
and the like; halogenated derivatives of the aforesaid
radicals including chloromethyl, trifluoromethyl, chio-
roproply, chlorophenyl, dibromophenyl, tetrachloro-
phenyl, difluorophenyl and the like, and cyanoalkyl
radicals such as beta-cyanoethyl, gamma-cyanopropyl,
beta-cyanopropy! and the like. Preferably R 1s methyl;

(IA)
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however, the above formulas are intended to cover any
of the foregoing radicals or mixtures thereof. Among
the radicals represented by R! are included alkenyl
radicals such as vinyl, allyl, methallyl, butynyl, penty-
nyl and the like. Preferably R! is a vinyl or allyl and
most preferably 1s vinyl.

Although the base polymer of Component A can be
either an olefinorganopolysiloxane or a silanol end-
stopped polysiloxane, it is most preferable that an olefi-
norganopolysiloxane be utilized. The olefinor-
ganopolysiloxanes encompassed within the scope of
Formula I are well known in the art, for example, as
disclosed in U.S. Pat. Nos. 3,344,111 to Chalk and
3.436,366 to Modic, both of which are incorporated
herein by reference. Similarly, their preparation and
commercial availability are ailso well known. The olefi-
norganopolysiloxanes of Formula I can be character-
ized as copolymers of (1) siloxane units having the for-
mula:

ReR4'SI (4o (IV)

e

where R and R! are as defined above and ¢ has a value
of from O to 2 inclusive and the average sum of ¢ and d
is equal to from 0.8 to 3.0 inclusive, and (2) organopoly-
siloxane units having the structural formula:

—

where R is as defined above and n has a value of from
08 to 2.5 inclusive. Thus, where the olefinor-
ganopolysiloxane employed herein is a copolymer of
units within the scope of Formula IV and an organo-
polysiloxane having an average formula within the
scope of Formula V, the copolymer generally contains
from 0.5 to 99.5 mole percent of the units of Formula IV
and from 0.5 to 99.5 mole percent of units within the
scope of Formula V. The preparation of these copoly-
mers is well known to those skilled in the art.

A major proportion of the composition is typically a
vinyl chain-stopped polysiloxane having the general
formula:

i | ol
H:C'—'—'CH-?i—O ?iD ?i() S|i-CH=CH3
R R R R

¥

wherein R is a monovalent hydrocarbon radical free of
unsaturation. Suitable radicals for R include, for exam-
ple, methyl, ethyl, propyl, butyl and other similar unsat-
urated hydrocarbons, but ordinarily would not include
phenyl groups for paper release purposes. Rl is a hydro-
carbon radical having alkenyl unsaturation. Typically
R! represents vinyl groups but may also represent al-
lylic or cycloalkenyl unsaturated groups; x and y are
positive integers such that the vinyl chain-stopped poly-
siloxane has up to approximately 20% by weight of R!
groups. The viscosity of such a polysiloxane ranges
from approximately 50 to approximately 100,000 centi-
poise at 25° C. Preferably the vinyl chain-stopped poly-
siloxane has up to approximately 20% by weight of
vinyl groups and the viscosity ranges from approxi-



Re. 32,245

7

mately 300 to approximately 550 centipotse at 25 C.
The preferred vinyl chain-stopped polysiloxane has the
general formula:

\
CHj; CH:

| |
?iG_SIi—CH--CHg
CH CH;

|
CH>»

T ( |
CH:=CH—-?iO——-—S|iO
CH»

/y

wherein x and y are as described above.

The stlanol end-stopped polysiloxanes of Formula la
are prepared by the equilibration of cyclic polysiloxanes
with an alkali metal hydroxide catalyst. The desired
viscosity is obtained by controlling the amount of water
added to the reaction. These procedures are described
in the literature and are well known to those skilled in
the art.

Component B contains a precious metal catalyst ef-
fective for initiating a hydrosilation cure reaction. The
precious metal catalyst component utilized in composi-
tions of the present invention includes all of the well
known platinum and rhodium catalysts which are effec-
tive for catalyzing the reaction between silicon-bonded
hydrogen atoms and silicon-bonded olefinic groups, and
which are freely miscible in solvent-free silicone poly-
mers. These materials especially include the platinum
hydrocarbon complexes described in U.S. Pat. Nos.
3,159,601 and 3,159,662 to Ashby, and the platinum
alcoholate catalysts described in U.S. Pat. No. 3,220,970
to Lamoreaux, as well as the platinum catalysts of U.S.
Pat. No. 3,814,730 to Karstedt. Additionally, the plati-
num chloride-olefin complexes described in U.S. Pat.
No. 3,516,9436 to Modic are also useful herein. All of
the aforesaid U.S. patents are incorporated by reference
into the present disclosure.

A particularly useful catalyst for facilitating the hy-
drosilation reaction is the Karstedt catalyst described in
U.S. Pat. No. 3,814,730. Other platinum metal catalysts
can be utilized in the practice of the present invention;
however, their selection depends upon such factors as
the required reaction rate, expense, useful pot-life and
the temperature at which the cure reaction is to take
place. Other metal catalysts useful in the present inven-
tion include those which are silicone soluble complexes
of the metals rhodium, ruthenium, palladium, osmium,
indium and platinum. For coating compositions of the
present invention, the amount of catalyst ranges from
approximately 10 to approximately 500 ppm (as weight
of metal atoms), again depending on such factors as
speed of reaction and cost requirements. Preferably, the
amount of catalyst is approximately 10 to 150 ppm of
the precious metal.

Component or Package C is a methylhydrogen fluid
utilized by those skilled in the art as a cross-linking
agent for addition-cure silicone systems. Particularly
useful as a cross-linking agent for the present invention
is a trimethyl chain-stopped polymethylhydrogen silox-
ane fluid having from approximately 109% to approxi-
mately 100% SiH groups, any remaining groups being
dimethylsiloxy units, and having a viscosity in the range
of from approximately 10 to 1000 centipoise at 25° C.
However, any organchydrogenpolysiloxane having the
general formula:

10

15

20

25

30

35

45

50

53

63

8

RﬁHhSiO{q_u.._h} (11}

*

is within the scope of the present invention.

The organohydrogenpolysiloxanes having structural
units represented by Formula Il hereinabove are in-
tended to broadly cover fluid organopolysiloxanes
which are preferably, but not necessarily, free of ole-
finic unsaturation, but which do contain sitanic hydro-
gen. The organohydrogenpolysiloxanes represented by
Formula II are also well known in the art, for example,
as described 1n U.S. Pat. Nos. 3,344,111 and 3,436,366.

Among the radicals inciluded within R of Formula I
are alkyl, such as methyl, ethyl, propyl, 1sopropyl, bu-
tyl, octyl and the hike; cycloalkyl, such as cyclopentyl,
cyclohexyl, cycloheptyl and the like; aryl, such as
phenyl, naphthyl, tolyl, xylyl and the hike; aralkyl, such
as phenylethyl, phenylpropyl and the like; halogenated
derivatives of the above radicals, including chloro-
methyl, trifluoromethyl, chloropropyl, chlorophenyl,
dibromophenyl, tetrachlorophenyl, difluorophenyl and
the like; and cyanoalkyl, such as betacyanoethyl, gam-
ma-cyanopropyl, beta-cyanopropyl and the like. Also
intended to be included within the scope of Formula I1
are those materials where R is a mixture of the aforesaid
radicals. Preferably the R group of Formula II is
methyl.

Materials specifically encompassed within Formula
II hereinabove include 1,3-dimethyldisiloxane and
1,1,3,3-tetramethyldisiloxane, as well as higher poly-
mers containing up to 100,000 or more silicon atoms per
molecule. Also included within the scope of Formula I
are cyclic matenals such as cyclic polymers of methyl-
hydrogen stloxane having the general formula:

"
SliO
H

A

wherein x is a whole number equal to from 3 to 10 or
more. Particularly included 1s sym-tetramethylcyclotet-
rasiloxane.

The organohydrogenpolysiloxanes employed in the
practice of the present invention can also be character-
ized as copolymers containing at least one unit per mol-
ecule having the formula:

RcH4SIO 4 _ o (VI)

*

-

with the remaining siloxane units of the organopolysi-
loxane being within the scope of Formula V herein-
above, where R, c, d, and n are as defined above.

Within the scope of Formula VI are siloxane units
such as hydrogen siloxane units (HSIiO); s, methyl hy-
drogen siloxane units (HS1iCH3;O), dimethyl hydrogen
siloxane units (HSi{CH3};O)0.5, and dihydrogen silox-
ane units (H>Si0). In these copolymers, the siloxane
units of Formulae V and VI are present in proportions
so as to form a hydrogen polysiloxane within the scope
of Formula II hereinabove. In general such copolymers
contain from 0.5 to 99.5 mole percent of siloxane units
of Formula V and from 0.5 to 99.5 mole percent of
siloxane units of Formula VI
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Ordinarily for releasing coating purposes it is pre-
ferred that the organohydrogenpolysiloxane Cross-
linker be essentially a trimethyl chain-stopped methyl-
hydrogenpolysiloxane fluid having a viscosity of ap-
proximately 10 to 500 centipoise at 25° C. and a hydro-
gen content of from approximately 0.1 to 1.67 percent
by weight.

Each of Component A, Component B and Compo-
nent C are essential for practicing the method of the
present invention, and basically comprise the ingredi-
ents disclosed by Grenoble in U.S. Pat, No. 4,071,644
for a solventless silicone release coating composition. In
the present invention, however, the respective compo-
nents are provided the end-user in the form of an article
of manufacture having each of the components sepa-
rately packaged. Such separate packaging provides the
surprising benefits of the present invention such as in-
creased shelf-life, increased workable pot-life and re-
duction in the amount of precious metal catalyst re-
quired to initiate curing. It is to be emphasized that to
come within the scope of the present invention, Compo-
nents A, B and C must be separately packaged. How-
ever, additional ingredients such as an inhbitor or cure
accelerator may be provided either as a separate com-
ponent or as a part of another component and still come
within the scope of the present invention.

Preferably there is also included a Component D
which contains an inhibitor effective for retarding cur-
ing or crosslinking at ambient temperatures, but which
does not interfere with curing at elevated temperatures.
Although it is preferred that the inhibitor be provided
as a separate component, it is within the scope of the
present invention if such inhibitor is included with ei-
ther the base polymer or cross-linking agent. However,
the inhibitor should not be packaged with the precious
metal catalyst as it is believed that when the inhibitor
and catalyst are mixed, the inhibitor forms a complex
with the metal atoms of the catalyst which becomes
more stable and less reactive the longer the storage
period before use. Accordingly, such packaging would
result in substantial lessening of the benefits obtained by
the present invention.

Eckberg in U.S. Pat. Nos. 4,256,870, 4,262,107 and
4,347,346 and in Ser. No. 458,420, all of which are in-
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inhibitors which have been found useful in silicone
release coating compositions. U.S. Pat. No. 4,256,870
discloses that an amount of dialkyl carboxylic ester
containing carbon to carbon unsaturation is effective to
inhibit the precious metal catalyzed hydrosilation cure
reaction at temperatures below the heat cure tempera-
ture of the release coating composition. Most preferably
such dialkyl carboxylic ester is diallylmaleate which has
the formula:

H H
\ /
C=(C
/ \
CH:=CHCH3—G—‘-E ﬁ—q—CHz'CH#CHz
O O

and ordinarily is utilized in a range of from approxi-
mately 0.1% to approximately 0.5% by weight. Other
preferred diallylic carboxylic esters which are preferred
include diallylphthalate and diallylsuccinate. Also, satu-
rated dialkyl esters of maleic acid, such as diethyl and
dimethyl maleate, and mixed esters such as butylallyl-
maleate or methylethylmaleate are useful as hydrosila-
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tion inhibitors for solventless release coating composi-
tions.

The use of an olefinic carboxylic acid ester of an
aliphatic alcohol is disclosed by Eckberg as an inhibitor
for rhodium catalyzed silicone rubber compositions in
U.S. Pat. No. 4,262,107. Therein it is taught that such
compositions can be utilized at low concentrations,
such as from 0.1 to 2 parts per 100 parts of the silanol
base polymer, but preferably should be utilized 1n a
concentration of 0.5 to 5 parts per 100 parts of the sila-
nol base polymer. The preferred inhibitor compound 1s
vinyl acetate; however, those olefinic carboxylic acid
esters of an aliphatic alcohol wherein the alcohol has
from 1 to 4 carbon atom and the olefinic carboxylic acid
has from 2 to 10 carbon atoms are within the scope of
the disclosure.

U.S. Pat. No. 4,347,346 discloses that dialk-
ylacetylenedicarboxylates are effective inhibitors for
preventing premature gelation at ambient temperatures
and which do not interfere with curing at elevated
temperatures.

The most preferred inhibitor is that disclosed in Ser.
No. 458,420, filed on the same date and assigned to the
same assignee as the present invention. Generally, the
invention of Ser. No. 458,420 is based on the surprising
discovery that a blend of a dialkyl carboxylic ester
containing carbon to carbon unsaturation and an ole-
finic carboxylic acid ester of an aliphatic alcohol results
in a blend which is a more effective inhibitor than utihiz-
ing similar amounts of the individual compounds, that
is, a synergistic effect is obtained by such a blend of
inhibitors.

The most preferred dialkyl carboxylic ester contain-
ing carbon to carbon unsaturation is diallylmaleate;
however, any of the inhibitor compositions within the
scope of U.S. Pat. No. 4,256,870 can also be utilized.
Among the preferred inhibitor compositions which also
can be utilized are butylallylmaleate, diallylsuccinate,
dimethylmaleate, diethylmaleate and silylmaleates such
as bis y-propyltris(methoxy)silylmaleate which has the
formula:

H H
\ /
CH; O C=C O CH>
/N /N[ N/ N /N
(l:Hz CH> ﬁ.‘ h: CH;> (l:'Hz
Si(OCH3)3 O O Si{OCH1)

The most preferred olefinic carboxylic acid ester of
an aliphatic alcohol is vinyl acetate; however, any in-
hibitor compound within the scope of U.S. Pat. No.
4,262,107 may also be utilized. More particularly, such
compounds are those derived from an aliphatic alcohol
having 1 to 4 carbon atoms and an olefinic carboxylic
acid having from 2 to 10 carbon atoms.

The dialky] carboxylic ester having carbon to carbon
unsaturation, preferably diallylmaleate or butylallyl-
maleate, is blended with the olefinic carboxylic acid
ester of an aliphatic alcohol, preferably vinyl acetate, In
a ratio ranging from approximately 1:24 to 1:1, but most
preferably is blended in approximately a 1:3 ratio. Ac-
cordingly, the most preferred inhibitor for the release
coating composition is a blend comprising 1 parts dial-
lylmaleate and 3 parts vinyl acetate.

Ser. No. 458,420 teaches that small amounts of such a
two-part inhibitor permit exceptionally long catalyzed
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pot-life without sacrifice of cure performance, espe-
ctally in compositions having a high platinum content.
Ordinarily the effective amount of inhibitor ranges from
approximately 0.05 to approximately 2% by weight,
and preferably from 0.1 to 0.5% by weight. Use of such
two-part inhibitor results in improved pot-life, yet the
composition rapidly cures to a smear-free and migra-
tion-free nonadherent surface when thermally cured.

Another optional ingredient 1s a vinyl gum cure ac-
celerator of the type disclosed by Eckberg in U.S. Pat.
No. 4,340,647, which is assigned to the same assignee as
the present invention and incorporated herein by refer-
ence. Therein it 1s disclosed that a dimethylvinyl chain-
stopped polydimethylmethylvinylsiloxane polymer
gum will accelerate the hydrosilation cure reaction at a
relatively low temperature without sacrificing perfor-
mance. Such vinyl gum cure accelerator may be pro-
vided as Component E of the article of manufacture of
the present invention. However, it is preferable that
such cure accelerator be provided in the same package
as the base polymer.

What is disclosed and claimed by the present inven-
tion is a basic system for producing a silicone release
coating composition and an article of manufacture for
providing the ingredients necessary to formulate such
release coating composition. The article of manufacture
includes at least three components or packages, but may
contain more, depending on whether optional ingredi-
ents are provided in a separate package or mixed with
the ingredients of another package.

Use of the article of manufacture of the present inven-
tion for providing the ingredients utilized in the method
of the present invention results in improved shelf-life,
bath-life, reduction in the amount of precious metal
catalyst required to initiate curing, and greater flexibil-
ity in formulating a bath to meet specific end-user re-
quirements.

In order that those skilled in the art might be better
able to practice the present invention, the following
examples are given by way of illustration and not by
way of limitation.

EXAMPLES 1 TOG6

In the following examples, release coating composi-

tions were prepared from the following ingredients:

(A) a mixture consisting of 100 parts of a linear dime-
thylvinyl chain-stopped polydimethylsiloxane fluid
having a viscosity of 120 cps at 25° C. and § parts
of a dimethylvinyl chain-stopped linear polydime-
thylmethylvinylsiloxane copolymer gum having a
molecular weight of approximately 300,000 and
containing 0.2 mole percent methylvinyl siloxane
units, such mixture having a viscosity of approxi-
mately 400 cps at 25° C,;

(B) a solution of a platinum catalyst in a dimethylvi-
nyl end-stopped polydimethylsiloxane fluid having
a viscosity of 300 cps at 25° C., there being suffi-
cient catalyst present to afford 1800 ppm platinum
(as metal) in the solution;

(C) a tnmethylsiloxy chain-stopped linear polyme-
thylhydrogensiloxane fluid having a viscosity of
approximately 15 to 40 cps at 25° C. as a cross-link-
ing agent; and

(D) a blend of 3 parts vinyl acetate to 1 part of diallyl-
maleate.

Silicone release coating composition baths were pre-

pared by mixing the four components as described in
Table 1. It should be noted that the inhibitor is provided
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as Component D and the vinyl gum cure accelerator is
mncluded with the base polymer in Component A. All
parts are by weight.

TABLE I
Coating Bath Parts A Parts B Parts C Parts D
Example | 100 8.4 4.4 1.2
Example 2 100 6.1 4.3 0.87
Example 1 100 3.7 4.2 0.53
Example 4 100 | .4 4.1 0.2

It can be seen that the relative ratio of catalyst (part
B) to inhibitor (part D) was maintained at approxi-
mately 7:1 in all four baths. The silicone release coating
compositions of Examples 1 to 4 were coated onto 40
pound super calendered Kraft (SCK) substrate on an 18
inch three roll offset gravure pilot coater equipped with
forced air ovens. Depositions of 0.5 to 0.7 pounds per
3000 square feet were measured. The oven dwell time
required for cure to smear and migration-free abhesive
surface was determined for each coating bath as a func-
tion of oven temperature. No significant increase in
viscosity (that is, the coating characteristics were not
altered) over an eight hour period was observed for any
of the formulations. Cure performance for the four new
coating baths is shown in Table II along with previ-
ously determined results of prior art, high and low cata-
lyst concentration, two component compositions (Ex-
amples 5 and 6).

TABLE Il
Oven Dwell Time for Cure, Seconds
200" 250°  300° 350° 400" 450°
Coating Bath ppm Pt F. F. F. F. F. F.
Example 1 151 26 9 k 2 1.5 ]
Example 2 1O 26 9 3 2 [.5 ]
Example 3 &7 NC |8 9 4 2.0 —
Example 4 25 NC NC 3 5 2.0 —
Example § 150 26 Q 3 2 1.5 1
Example 6 25 NC NC |8 10 5.0
MNole:
NC = No Cure

The results shown in Table 1I illustrate the versatility
of the multi-component system of the present invention
and the improvement over the prior art. Premium per-
formance solventless products of the type utilized in
Example 5 rely on high concentrations of platinum
catalyst to allow cure at oven temperatures as low as
200° F. (93° C.). It can be seen that the cure perfor-
mance of Example 2 was indistinguishable from that of
Example 1 and Example 5 despite the fact that it con-
tained only 73% as much platinum catalyst. Thus, the
instant invention offers the same low temperature cure
performance as prior art two component compositions
but at a substantially reduced cost because of more
efficient use of the precious metal catalyst.

Additionally, a comparison of the cure time versus
temperature for Example 4 and Example 6, both of
which contain similar low concentrations of catalyst,
reveals enhanced performance even with platinum cata-
lyst levels of 25 ppm. This is most clear at 350° F. where
the composition made according to the method of the
present invention cured in 5 seconds whereas a substan-
tially identical two part prior art composition required
10 seconds to cure. Such faster cure translates into
higher line speed and thus lower per unit cost for end-
Users.

I claim:
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1. A process for providing a substrate having a sili-
cone release coating composition cured thereon com-
prising the steps of:

(a) mixing 100 parts by weight or Component A with

5 to 100 parts of Component B and 3 to 10 parts of >

Component C, wherein Component A is an olefi-
norganopolysiloxane or a silanol end-stopped or-
ganopolysiloxane base polymer, Component B 1s a
precious metal or precious metal complex catalyst
dispersed in a vinyl silicone fluid; and Component
C is an organohydrogenpolysiloxane cross-linking
agent, wherein Component A and/or Component
C further includes an amount of inhibitor effective
for retarding a hydrosilation cure reaction at ambi-
ent temperature but which does not interfere with
such reaction at elevated temperatures and wherein
prior to use Component A, Component B and
Component C are stored in separate containers;

(b) applying a coating of the mixture comprising
Component A, Component B and Component C to
a suitable substrate; and

(c) curing said coating to said substrate.

2. The process of claim 1 wherein the base polymer 1s

10
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an olefinorganopolysiloxane having structural units of 35

the formula:

RaRblSiO (4—a-0b)

or a silanol end-stopped organosiloxane having the gen-

eral formula:
R
HO S10 H
R X

wherein R is an organic radical attached to silicon by a

30

35

C-Si linkage and is selected from the group consisting of 4¢

monovalent hydrocarbon radicals, halogenated mono-
valent hydrocarbon radicals, and cyanoalkyl radicals
and mixtures thereof, and which has from 1 to 30 car-
bon atoms: R!is an olefinic hydrocarbon radical having
from 1 to 20 carbon atoms, a has a value ranging from
0 to 3 inclusive, b has a value ranging from about 0.0035
to about 2.0 inclusive, and the sum of a and b equals 0.8

45

to 3 inclusive, and the olefinorganosiloxane has a viscos-

ity ranging from approximately 10 centipoise to approx-
imately SO00 centipoise at 25° C., and x is such that the
viscosity of the silanol end-stopped polysiloxane has a
viscosity between approximately 10 centipoise and ap-
proximately S000 centipoise at 25° C.

3. The process of claim 1 wherein the organohy-
drogenpolysiloxane cross-linking agent has structural
units of the formula:

R,HpSI0 (4—a—-b)

wherein R is an organic radical selected from the group
consisting of monovalent hydrocarbon radicals, haloge-
neated monovalent hydrocarbon radicals and cyanoal-
kyl radicals and mixtures thereof and which has from |
to 30 carbon atoms, a has a value ranging from 0 to 3
inclusive, b has a value ranging from about 0.005 to
about 2.0 inclusive, and the sum of a and b equals 0.8 to
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3 inclusive, and wherein the viscosity ranges from ap-
proximately 10 to 500 centipoise at 25° C.

4. The process of claim 2 wherein R is methyl.

5. The process of claim 3 wherein R 1s methyl.

6. The process of claim 2 wherein Rl is vinyl or allyl.

7. The process of claim 1 wherein the olefinor-
ganopolysiloxane is a dimethylvinyl cham-stopped
dimethylmethylvinylpolysiloxane copolymer fluid hav-
ing a viscosity of approximately 100 to 1000 centipoise
at 25° C. and a vinyl content of up to 2.5 weight percent.

8. The process of claim 1 wherein the organohy-
drogenpolysiloxane is a trimethyl chain-stopped me-
thylhydrogenpolysiloxane fluid having a viscosity of
approximately 10 to 500 centipoise at 25" C. and a hy-
drogen content of approximately 0.1 to 1.67 percent by
weight.

9. The process of claim 1 wherein the precious metal
catalyst is selected from the group consisting of plati-
num metal, rhodium metal, complexes of platinum
metal and complexes of rhodium metai.

10. The process of claim 9 wherein the precious metal
catalyst is present in an amount sufficient to provide
approximately 5 to 500 parts of platinum or rhodium
metal per million parts of base polymer.

11. The process of claim 1 wherein the inhibitor is
provided as Component D, further comprising mixing
0.1 to 5 parts of Component D with 100 parts of a mix-
ture of Component A, Component B and Component C.

12. The process of claim 11 wherein the inhibitor 1s
selected from the class consisting of dialkyl carboxylic
esters containing carbon to carbon unsaturation, com-
pounds containing an acetylenic group, olefinic carbox-
ylic acid esters of aliphatic alcohols where the aliphatic
alcohol contains from 1 to 4 carbon atoms and the ole-
finic carboxylic acid contains from 2 to 10 carbon
atoms, alkenyl isocyanurates wherein the alkenyl group
contains from 3 to 8 «carbon atoms, dialk-
ylacetylenedicarboxylates, and a blend of a dialkylcar-
boxylic ester having carbon to carbon unsaturation with
an olefinic carboxylic acid ester of an aliphatic alcohol
where the aliphatic alcohol contains from 1 to 4 carbon
atoms and the olefinic carboxylic acid contains from 2
to 10 carbon atoms.

13. The process of claim 11 wherein the inhibitor ts a
blend of a dialkylcarboxylic ester having carbon to
carbon unsaturation and an olefinic carboxylic acid
ester of an aliphatic alcohol, where the aliphatic alcohol
contains from 1 to 4 carbon atoms and the olefinic car-
boxylic acid contains from 2 to 10 carbon atoms.

14. The process of claim 13 wherein the dialkylcar-
boxylic ester is selected from the group consisting of
diallylmaleate, butylallylmaleate, diallylsuccinate and
dialkyl esters of maleic acid selected from the group
consisting of dimethylmaleate, diethylmaleate and silyl-
maleate. |

15. The process of claim 13 wherein the olefinic car-
boxylic acid ester of an aliphatic alcohol is vinyl ace-
tate.

16. The process of claim 13 wherein the dialkyl car-
boxylic ester is blended with the olefinic carboxylic acid
ester of an aliphatic alcohol in a ratio of from approxi-
mately 1:24 to approximately 1:1.

17. The process of claim 13 wherein the dialkyl car-

boxylic ester is blended with the olefinic carboxylic acid
ester of an aliphatic alcohol in a ratio of approximately
1 to 3.
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18. The process of claim 13 wherein diallylmaleate is
blended with vinyl acetate in a ratio of approximately 1
to 3.

19. The process of claim 11 wherein there is sufficient
inhibitor present in Component D so as to be present in
the mixture in an amount ranging from approximately
0.05 to 2 percent by weight.

20. The process of claim 1 further comprising mixing
0.1 to 10 parts of Component E with 100 parts of a
mixture of Component A, Component B and Compo-
nent C, wherein Component E is a vinyl gum cure
accelerator effective for accelerating the cure of said
addition curable release coating composition and
wherein said gum has an average molecular weight of
approximately 200,000 to 400,000.

21. The process of claim 20 wherein said gum is pres-
ent in the mixture in the amount of at least 0.5 weight
percent of said addition curable release coating compo-
sit10ns.

22. An article of manufacture comprising:

(a) 100 parts by weight of Component A,

(b) 5 to 100 parts by weight of Component B, and

(c) 3 to 10 parts by weight of Component C, wherein

Component A is an olefinorganopolysiloxane or a
silanol end-stopped organopolysiloxane base poly-
mer, Component B is a precious metal or precious
metal complex catalyst dispersed in a vinyl silicone
flmd, and Component C is an organohydrogen-
polysiloxane cross-linking agent; wherein Compo-
nent A and/or Component C further includes an
amount of inhibitor effective for retarding a hy-
drosilation cure reaction at ambient temperature
but does not interfere with such reaction at ele-
vated temperatures and wherein Component A,
Component B and Component C are contained
separate from one another.

23. The article of manufacture of claim 22 wherein
the base polymer is an olefinorganopolysiloxane having
structural units of formula:

RaRbISiO (4—a—h)

[

or is a silanol end-stopped organosiloxane having the

general formula:
R
HO~—4SiO=t—H
R X

wherein R is or organic radical attached to silicon by a
C-Si linkage and is selected from the group consisting of
monovalent hydrocarbon radicals, halogenated mono-
valent hydrocarbon radicals, and cyanoalkyl radicals
and mixtures thereof, and which has from 1 to 30 car-
bon atoms; R!is an olefinic hydrocarbon radical having
trom 1 to 20 carbon atoms, a has a value ranging from
O to 3 inclusive, b has a value ranging from about 0.005
to about 2.0 inclusive, and the sum of a and b equals 0.8
to 3 inclusive, and the olefinorganopolysiloane has a
viscosity ranging from approximately 10 centipoise to
approximately 5000 centipoise at 25° C., and x is such
that the viscosity of the silanol end-stopped polysilox-
ane has a viscosity between approximately 10 centipoise
and approximately 5000 centipoise at 25° C.
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24. The arucle of manufacture of claim 22 wherein
the organohydrogenpolysiloxane cross-linking agent
has structural units of the formula:

RaHhSIO {4 — g~ by
B

e

wherein R is an organic radical selected from the group
consisting of monovalent hydrocarbon radicals, haloge-
nated monovalent hydrocarbon radicals and cyanoalky]
radicals and mixtures thereof and which has from ! to
30 carbon atoms, a has a value ranging from 0 to 3
inclusive, b has a value ranging from about 0.005 to
about 2.0 inclusive and the sum of a and b equals 0.8 1o
3 inclusive and wherein the viscosity ranges from ap-
proximately 10 to 5000 centipoise at 25° C.

2. The article of manufacture of claim 23 wherein R
1s methyl.

26. The article of manufacture of claim 24 wherein R
Is methyl.

27. The article of claim 23 wherein R!is vinyl or allyl.

28. The article of manufacture of claim 22 wherein
the olefinorganopolysiloxane is a dimethylvinyl chain-
stopped dimethylmethylvinylpolysiloxane copolymer
fluid having a viscosity of approximately 100 to 1000
centipoise at 25° C. and a vinyl content of up to 2.5
weight percent.

29. The article of manufacture of claim 22 wherein
the organohydrogenpolysiloxane is a trimethyl chain-
stopped methylhydrogenpolysiloxane fluid having a
viscosity of approximately 10 to 500 centipoise at 25° C.
and a hydrogen content of approximately 0.1 to 1.67
percent by weight.

30. The article of manufacture of claim 22 wherein
the precious metal catalyst is selected from the group
consisting of platinum metal, rhodium metal, complexes
of platinum metal and complexes of rhodium metal.

31. The article of manufacture of claim 30 wherein
the precious metal catalyst is present in an amount suffi-
cient to provide approximately 5 to 500 parts of plati-
num or rhodium metal per million parts of base poly-
mer.

32. The article of manufacture of claim 22 wherein
the inhibitor is provided as 0.1 to 5 parts by weight
Component D.

33. The article of manufacture of claim 32 wherein
the inhibitor is selected from the class consisting of
dialkyl carboxylic esters containing carbon to carbon
unsaturation, compounds containing an acetylenic
group, olefinic carboxylic acid esters of aliphatic alco-
hols where the aliphatic alcohol contains from | to 4
carbon atoms and the olefinic carboxylic acid contains
from 2 to 10 carbon atoms, alkenyl isocyanurates
wherein the alkenyl group contains from 3 to 8 carbon
atoms, dialkylacetylenedicarboxylates, and a blend of a
dialkylcarboxylic ester having carbon to carbon unsatu-
ration with an olefinic carboxylic acid ester of an ali-
phatic alcohol where the aliphatic alcohol contains
from 1 to 4 carbon atoms and the olefinic carboxylic
acid contains from 2 to 10 carbon atoms.

34. The article of manufacture of claim 32 wherein
the inhibitor is a blend of a dialkylcarboxylic ester hav-
ing carbon to carbon unsaturation and an olefinic car-
boxylic acid ester of an aliphatic alcohol, where the
aliphatic alcohol contains from | to 4 carbon atoms and
the olefinic carboxylic acid contains from 2 to 10 carbon
atoms.
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35. The article of manufacture of claim 34 wherein
the dialkylcarboxylic ester is selected from the group
consisting of diallylmaleate, butylallylmaleate, diallyl-
succinate and dialkyl esters of maleic acid selected from
the group consisting of dimethylmaleate, diethylmale-

ate and silylmaleate.

36. The article of manufacture of claim 34 wherein
the olefinic carboxylic acid ester of an aliphatic alcohol
1s vinyl acetate.

37. The article of manufacture of claim 34 wherein
the dialkyl carboxylic ester is blended with the olefinic

carboxylic acid ester of an aliphatic alcohol 1n a ratio of

from approximately 1:24 to approximately 1:1.

38. The article of manufacture of claim 34 wherein
the dialkyl carboxylic ester ts blended with the olefinic
carboxylic acid ester of an aliphatic alcohol in a ratio of
approximately 1 to 3.

39. The article of manufacture of claim 34 wherein
diallylmaleate is blended with vinyl acetate in a ratio of
approximately 1 to 3.

40. The article of manufacture of claim 32 wherein
there is sufficient inhibitor present in Component D so
as to be present in a mixture of the components in an
amount ranging from approximately 0.005 to 2 percent
by weight.

41. The article of manufacture of claim 22 further
comprising 0.1 to 10 parts of Component E, wherein
Component E 1s a vinyl gum cure accelerator effective
for accelerating the cure of said addition curable release
coating composition and wherein said gum has an aver-
age molecular weight of approximately 200,000 to
400,000.

42. The article of manufacture of claim 41 wherein
said gum is present in Component E in an amount sufTi-
cient to provide at least 0.5 weight percent gum in a
mixture of the components.

43. An article of manufacture, comprising:

(@) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer and an amount of precious
metal or precious metal complex catalyst effective for
promoting a hydrosilation cure reaction or an amount
of inhibitor effective for retarding a hydrosilation cure
reqaction at ambient temperature but which does not
interfere with such reaction at elevated temperatures,
and

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent and an
amount of precious metal or precious metal complex

catalyst effective for promoting a hydrosilation cure 50

reaction or an amount of inhibitor effective for retard-
ing a hydrosilation cure reaction at ambient tempera-
ture but which does not interfere with such reaction at
elevated temperatures,
with the proviso that if said first component contains a
catalyst, said second component contains an inhibitor, and
if said first component contains an inhibitor, said second
component contains a catalyst, and wherein said first and
second components are contained separate from one an-
other.

44. An article of manufacture, comprising:

(@) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer and an amount of precious
metal or precious metal complex catalyst effective for
promoting a hydrosilation cure reaction, and

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent and an

18

amount of inhibitor effective for retarding a hydrosila-
tion cure reaction al ambient temperature but which
does not interfere with such reaction at elevated tem-
peratures,
> wherein said first and second components are contained
separate from one another.
43. An article of manufacture, comprising:
(@) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-

10 siloxane base polymer and an amount of precious
metal or precious metal complex catalyst effective for
promoting a hydrosilation cure reaction,

(b) a second component which comprises an organohy-

s drogenpolysiloxane cross-linking agent, and

(¢) a third component which comprises an inhibitor ef-
fective for retarding a hydrosilation cure reaction at
ambient temperature but which does not interfere with
such reaction at elevated temperatures,

20 wherein said first, second and third components are con-

tained separate from one another.

46. An article of manufacture, comprising:

(a) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane or a silanol end-stopped organopolysiloxane
base polymer,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent and an
amount of precious metal or precious meial complex
catalyst effective for promoting a hydrosilation cure
reaction, and

(c) a third component which comprises an inhibitor ef-
fective for retarding a hydrosilation cure reaction at
ambient temperature but which does not interfere with
such reaction at elevated temperatures,

wherein said first, second and third components are con-

tained separate from one another.

47. An article of manufacture, comprising:

(@) a first component which comprises an olefinor-
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40 ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer and an amount of inhibitor
effective for retarding a hydrosilation cure reaction at
ambient temperature but which does not interfere with

.5 such reaction at elevated temperatures,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent, and

(¢) a third component which comprises a precious metal
or precious metal complex catalyst effective for pro-
moting a hydrosilation cure reaction,

wherein said first, second and third components are con-
tained separate from one another.

48. An article of manufacture, comprising:

(a) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent and an
amount of inhibitor effective for retarding a hydrosila-
tion cure reaction at ambient temperature but which
does not interfere with such reaction at elevated tem-
peratures, and

(c) a third component which comprises a precious metal
or precious metal complex catalyst effective for pro-
moting a hydrosilation cure reaction,

wherein said first, second, and third components are con-
tained separate from one another.

49. An article of manufacture, comprising:
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(@) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent,

(¢) a third component which comprises a precious metal
or precious metal complex catalyst effective for pro-
moting a hydrosilation cure reaction, and

(d) a fourth component which comprises an inhibitor
effective for retarding a hydrosilation cure reaction at
ambient temperature but which does not interfere with
such reaction at elevated remperatures,

wherein said first, second, third and fourth components are
contained separate from one another.

50. A process for providing a substrate having a silicone

release coating composition cured thereon, comprising.

() mixing:

(@) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer and an amount of precious
metal or precious metal complex catalyst effective for
promoting a hydrosilation cure reaction or an amount
of inhibitor effective for retarding a hydrosilation cure
reaction at ambient temperature but which does not
interfere with such reaction at elevated temperatures,
and

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent and an
amount of precious metal or precious metal complex
catalyst effective for promoting a hydrosilation cure
reaction or an amount of inhibitor effective for retard-
ing a hydrosilation cure reaction at ambient tempera-
ture but which does not interfere with such reaction at
elevated temperatures,

with the proviso that if said first component contains a
catalyst, said second component contains an inhibitor, and
if said first component contains an inhibitor, said second
componen! contains a catalyst, and wherein prior to use
said first and second components are contained separate
from one another,

(I1) applying a coating of the mixture obtained from ()
to a suitable substrate, and

(L1 curing said coating to said substrate.

51. A process for providing a substrate having a silicone

release coating composition cured thereon, comprising.

() mixing:

(@) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer and an amount of precious
metal or precious metal complex catalyst effective for
promoting a hydrosilation cure reaction or an amount
of inhibitor effective for retarding a hydrosilation cure
reaction at ambient temperature but which does not
interfere with such reaction at elevated temperatures,
and

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent an an amount
of precious metal or precious metal complex catalyst
effective for promoting a hydrosilation cure reaction or
an amount of inhibitor effective for retarding a hy-
drosilation cure reaction at ambient temperature but
which does not interfere with such reaction at elevated
temperatures,

with the proviso that if said first component contains a
catalyst, said second component contains an inhibitor, and
if said first component contains an inhibitor, said second
component contains a catalyst, and wherein prior to use
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said first and second components are contalned separate
from one another,

(1D applying a coating of the mixture obtained from ()
to a suitable substrate, and

(II1) curing said coating to said substrate.

52. A process for providing a substrate having a silicone
release coating composition cured thereon, comprising:

(1) mixing:

(@) a first component which comprises an olefinor-
ganopolysiloxane or a silano! end-stopped organopoly-
siloxane base polymer and an amount of precious
metal or precious metal complex catalyst effective for
promoting a hydrosilation cure reaction,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent and

(¢c) a third component which comprises an inhibitor ef-
fective for retarding a hydrosilation cure reaction at
ambient temperature but which does not interfere with
such reaction at elevated temperatures,

wherein prior to use said first, second and third components
are contained separate from one another,

(II) applying a coating of the mixture obtained from (1)
to a suitable substrate, and

({I]) curing said coating to said substrate.

53. A process for providing a substrate having a silicone
release coating composition cured thereon, comprising:

(I} mixing:

(a) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent and an
amount of precious metal or precious metal complex
catalyst effective for promoting a hydrosilation cure
reaction, and

(¢) a third component which comprises an inhibitor ef-
fective for retarding a hydrosilation cure reaction at
ambient temperature but which does not interfere with
such reaction at elevated temperatures, wherein prior
to use said first, second and third components are
contained separate from one another,

(I applying a coating of the mixture obtained from (I)
to a suitable substrate, and

(III) curing said coating to said substrate.

54. A process for providing a substrate having a silicone
release coating composition cured thereon, comprising.
() mixing:

(@) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer and an amount of inhibitor
effective for retarding a hydrosilation cure reaction at
ambient temperature but which does not interfere with
such reaction at elevated temperatures,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent, and

(¢) a third component which comprises a precious metal
or precious metal complex catalyst effective for pro-
moting a hydrosilation cure reaction, wherein prior 1o
use said first, second and third components are con-
tained separate from one another,

(IT) applying a coating of the mixture obtained from (I}
to a suitable substrate, and

(IIT) curing said coating to said substrate.

55. A process for providing a substrate having a silicone
release coating composition cured thereon, comprising.

() mixing:
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(@) a first component which comprises an olefinor-
ganopolysiloxane or a silano! end-stopped organopoly-
stloxane base polymer,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent, and an
amount of inhibitor effective for retarding a hydrosila-
tion cure reaction at ambient temperature but which
does not interfere with such reaction at elevated tem-
peratures, and

(¢} a third component which comprises a precious metal
or precious metal complex catalyst effective for pro-
moting a hydrosilation cure reaction,

wherein prior to use said first, second and third components
are contained separate from one another,

({1} applying a coating of the mixture obtained from (I}
to a suitable substrate, and

({1I) curing said coating to said substrate.

36. A process for providing a substrate having a silicone

release coating composition cured thereon, comprising.

() mixing:

(@) a first component which comprises an olefinor-
ganopolysiloxane or a silanol end-stopped organopoly-
siloxane base polymer,

(b) a second component which comprises an organohy-
drogenpolysiloxane cross-linking agent,
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(¢) a third component which comprises a precious metal
or precious metal complex catalyst effective for pro-
moting a hydrosilation cure reaction, and

(d) a fourth component which comprises an inhibitor
effective for retarding a hydrosilation cure reaction at
ambient temperature but which does not interfere with
such reaction at elevated temperatures.

wherein said first, second, third and fourth components are
contained separate from one another,

(II) applying a coating of the mixture obtained from (1)
lo a suitable substrate, and

({11) curing said coating to said substrate.

7. In an article of manufacture, comprising:

(a) an olefinorganopolysiloxane or a silano! end-stopped
organopolysiloxane base polymer,

(&) an organohydrogenpolysiloxane cross-linking agent,

(c) an amount of precious metal or precious metal com-
plex catalyst effective for promoting a hydrosilation
cure reaction, and

(d) an amount of inhibitor effective for retarding a hy-
drosilation cure reaction at ambient temperature bu!
which does not interfere with such reaction at elevated
temperatures,

the improvement comprising packaging said article of
manufacture in two or more packages wherein said pre-
cious metal or precious metal complex catalyst (c) and said

inhibitor (d ) are contained in separate packages.
" * » * x
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