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POLYSEOXANE-GRAFI'ED COPOLYMER 
TOPICAL BINDER COMPOSITION WITH NOVEL 
HYDROPHILIC MONOMERS AND METHOD OF 

COATING THEREWITH 

Matter enclosed in heavy brackets [ ] appears in the 
original patent but forms no part of this reissue speci?ca 
tion; matter printed in italics indicates the additions made 
by reissue. 

This is a division of application Ser. No. 07/390,226 
?led Aug. 7, 1989, now US. Pat. No. 4,981,903. 

BACKGROUND ART 

Pressure sensitive adhesives and adhesive-coated 
sheet materials are well-known in the art as having the 
ability to adhere to adhesive-receptive surfaces on mere 
contact. Such coated sheets in the form of labels and 
tapes, for example, can be adhered to various substrates 
under very light “?nger pressure” and can later be 
removed therefrom by stripping the sheet from the 
surface to which it is attached. It is often desirable to 
reduce the affinity of a PSA for a substrate while 
still maintaining sufficient ultimate adhesion (after pres 
sure bonding). The prior art has attempted to achieve 
this result in various ways, mainly by use of different 
types of “physical spacers” which have been mixed 
with or coated on the surface of the PSA. Such spacers 
act to hold the adhesive slightly away from the sub 
strate surface until the desired placement has been 
achieved. For example, US. Pat. Nos. 3,314,838, 
3,331,729, and 3,413,168, all assigned to the present 
assignee, disclose the use of hollow, spheroidal particles 
or microballoons composed of glass, urea- or phenol 
formaldehyde resins, etc., to decrease adhesion 
and thereby provide positionability. The microballoons 
are described as being crushable or collapsible under 
applied hand pressure, thereafter enabling the PSA to 
contact and adhere to the surface of the substrate. Frag 
ments of the collapsed or crushed microballoons may, 
however, remain on the bonding surface of the adhesive 
rather than completely dispersed into the adhesive 
layer, and this may, at least initially, adversely affect the 
adhesion strength. 

Silicone has also been used as a spacing material to 
reduce the initial adhesion of PSA coatings and thereby 
produce positionable products. For example, US. Pat. 
No. 3,554,835 (Morgan Adhesives Company) discloses 
a method of making and using a “slidable” PSA-coated 
laminate which relies upon "dots” of silicone or other 
conventional release material as non-adhesive spacers to 
enable initial positioning of the laminate on a substrate. 
Similarly, United Kingdom Pat. No. 1,541,311 (United 
Merchants and Manufacturers, Inc.) describes a PSA 
coated laminate where positionability is provided by a 
uniform and discontinuous surface coating in the form 
of small beads or droplets of a non-tacky polysiloxane 
or polysiloxane-polyoxyalkylene block copolymer. 
Both teachings require an additional manufacturing step 
or steps to apply the silicone spacing material and to 
then effect solvent removal, drying, or curing. 

In U.S Pat. No. 4,151,319 (United Merchants and 
Manufacturers, Inc.) a method for making a position 
able PSA-coated laminate is disclosed whereby poly 
silxane or polysiloxane-polyoxyalkylene block copoly 
mer is intimately mixed with the PSA itself rather than 
forming a coating on the PSA surface. “Pre-mixing” of 
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2 
a siloxane polymer or copolymer in a suitable solvent 
prior to incorporation into the adhesive is recom 
mended. Again, the required mixing or dispersing and 
the recommended pro-mixing contribute additional pro 
cess steps. The siloxane additives of this teaching are 
said to be in the form of small beads or droplets dis 
persed throughout the adhesive mass, and thus some of 
the droplets are positioned at the adhesive/release sheet 
interface of the laminate (i.e., at the PSA surface) and 
function to allow positioning on a substrate. The 
use of either block copolymers or high molecular 
weight (above 25,000) polysiloxanes is suggested in 
United Kingdom Pat. No. 1,541,311 and US. Pat. No. 
4,151,319 to loss of adhesive mass, but the 
resultant laminates still may not offer predictable levels 
of positionability even with minor losses. 
US Pat. No. 4,346,189 (Morgan Adhesives Com 

pany) describes the use of polysiloxane additives (of up 
to about 10,000 molecular weight) in a di?'erent type of 
application. The silicones are mixed with tacki?ed, 
synthetic rubber-based PSA compositions to reduce 
edge cone or flow upon cutting of sheets coated with 
such compositions. Either non-reactive or reactive 
polysiloxanes can be utilized and are said to appear to 
adsorb or graft onto other ingredients of the adhesives 
or take other unknown actions so as to produce the 
desired effect. It is stated, however, that the silicones 
can be added even at relatively high concentrations (6 
to 10% solids) without adversely affecting the adhesive 
characteristics of the material. 

Graft copolymers some containing silicone, are being 
increasingly used for general modi?cation of surface 
properties, as is described in a series of papers by Y. 
Yamashita et al., [Polymer Bulletin 7, 289 (1982); Poly 
mer Bulletin 10, 368 (1983); Makromol. Chem. 185, 9 
(1984); Macromolecules 18, 580 (1985)]. Such use is also 
re?ected in some recent Japanese art, such as Japanese 
Patent Application No. 57-179246, published Nov. 4, 
1982, which concerns the use of graft copolymers as 
additives to impart long-lasting hydrophobicity (or 
hydrophilicity) to surfaces. In Japanese Patent Applica 
tions Nos. 58-167606, published Oct. 3, 1983, and 
58-154766, published Sept. 14, 1983, a method of prepa 
ration of silicone graft copolymers and the use of these 
copolymers in coating compositions such as paint ?lms 
are described. Here, the copolymers are said to provide 
long-lasting water- and oil-repellency, stain resistance, 
and reduced frictional properties. Japanese Patent Ap 
plication No. 59-78236, published May 7, 1984, discloses 
a method of preparing monofunctional polymeric sili 
cone monomers, i.e., macromonomers, for use in the 
preparation of graft copolymers as surface-treatment 
agents. The use of such silicone macromonomer-grafted 
copolymers in coating compositions, again to impart 
lasting water- and oil-repellency, stain resistance, and 
low friction characteristics, is described in Japanese 
Patent Application No. 59-126478, published July 21, 
1984. US. Pat. No. 4,728,571 dicloses the use of tack 
free polysiloxane-grafted copolymers (and blends 
thereof with other polymeric materials) as release coat- a 
ing compositions for PSA-coated sheet materials and 
the back side of PSA-coated tapes. 

U.S. Pat. No. 4,693,935 teaches polysiloxane-grafted 
copolymer pressure sensitive adhesive compositions 
and sheet materials coated therewith. The invention is 
directed speci?cally towards pressure sensitive adhe 
sives and articles coated therewith. 
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SUMMARY OF THE INVENTION 

The present invention provides a composition which 
is pressure-sensitive or non-pressure-sensitive adhesive 
at room temperature (20.0° C.) and which comprises a 
copolymer which has pendant polysiloxane grafts. Simi 
lar polymers, but with lower Tg’s (glass transition tem 
peratures) and different preferred monomers contain 
the pendant polysiloxane grafts to cause the exposed 
surface of a layer of the adhesive composition to ini 
tially have a lower degree of adhesiveness to provide in 
effect a temporary “low adhesion frontsize”. Upon 
application, however, the pendant polysiloxane grafts in 
the prior art (U .8. Pat. No. 4,693,935) appear to migrate 
into the body of the layer and the adhering surface 
builds adhesiveness to form a strong adhesive bond. 
Thus a temporary chemical surface modi?cation of the 
pressure-sensitive adhesive composition is effected such 
that positionability of an article bearing the coating of 
pressure-sensitive adhesive is possible without many of 
the aforementioned difficulties of the prior art. The 
present invention, however, can utilize copolymers 
wherein a slightly different combination and proportion 
of monomers is selected so that no signi?cant pressure 
sensitive characteristics are provided, but the polymers 
are found to have good topical application binding 
characteristics, as for ?nishings to glass, ceramics, 
metal, and wood as well as for the application of cos 
metics and medicaments. The polymers may also be 
used as sealing compositions for porous materials such 
as paper and wood. 
Chemical incorporation of the polysilozane into the 

copolymers of the present invention prevents siloxane 
loss. Predictable degrees of solubility and bondability 
are thus reliably achieved for avariety of compositions. 
The compositions of this invention comprise a co 

polymer, the backbone of which has grafted to it mono 
valent siloxane polymeric moieties having a number 
average molecular weight above about 500 (preferably 
from about 500 to about 50,000, most preferably from 
about 5,000 out 25,000). If the copolymer has compo 
nents with Tg’s (in their polymerized state) over 20.06 
C., the composition can be non-tacky at 20.0’ C. and 0.5 
Kglcmz. 
More speci?cally, the composition of the invention 

comprises the following elements: 
a) a copolymer which comprises repeating A, C, and, 

B monomers (preferably non-pressuresensitive compo 
sitions wherein the composition has a glass transition 
temperature of at least 20.0’ C., preferably 30.0‘ C., and 
most preferably 40.0‘ C.) and wherein: 
A is at least one free radically polymerizable acrylate or 

methacrylate (hereina?er referred to as “(meth)acry 
late”) monomer present as 0. l to 99.9% and for some 

_ compositions present as at least 40% of the total 
weight of the monomers up to 99%; 

B is at least one reinforcing monomer copolymerizable 
with A, the amount by weight of B monomer being 
present as 0.1 to 99.9% by weight of the monomers 
andinsomecasesasatleast about 3.0toamaximum 
is selected from the group consisting of 2-N,N,N-trie 
thylammonium of 30% of the total weight of all mon 
omers; and 

C is a monomer, present as 0.01 to 50% by weight of all 
monomers preferably 3 to 30%, m the general for 
mula X(Y),,Si(R)3__mZm wherein 

X is a vinyl group copolymerizable with the A and B 
monomers; 
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4 
Y is a divalent linking group (e.g., alkylene, arylene, 

alkarylene, and aralkylene of l to 30 carbon atoms) 
and incorporating e.g. ester, amide, urethane, urea 
groups. 

n is zero or 1; 
is an integer of from 1 to 3; 
R is hydrogen, lower alkyl (e.g., l to 4 carbon atoms, 

methyl, ethyl, or propyl), aryl (e.g., 6 to 20 carbon 
atoms, phenyl or substituted phenyl), or aikoxy (pref 
erably lower alkoxy of 1 to 4 carbon atoms); 

Z is a monovalent siloxane polymeric moiety having a 
number average molecular weight above about 500 
and is essentially unreactive under copolymerization 
conditions; 

wherein the monomers are, copolymerized to form the 
polymeric backbone with the C monomer grafted 
thereto; 

b) optionally at least 0.1 up to about 500 parts of a . 
surface conditioner, sealing component, medicament, or 
skin or hair softening or conditioning ingredient per 10 
parts copolymer; and 

0. up to about 500 parts of a compatible solvent or 
plasticizer per 10 parts copolymer. 

This invention also provides a process for applying 
the coating composition to various surfaces such as 
wood, paper, metal, glass, polymers and animal bodies 
comprising the application of the composition contain 
ing medicaments, conditioning, sealing or softening 
ingredients to at least a portion of one major surface of 
a surface or body. The invention also provides speci?c 
products comprising the composition with particular 
classes of additives. 

DETAILED DESCRIPTION 
The copolymers of the invention have a well-de?ned 

structure, having a (meth)acrylic polymeric backbone 
which has been chemically modi?ed by the addition of 
a small weight percentage of polysiloxane grafts. When 
such copolymers are coated on an exposed area of an 
animal body or on animal hair, non-tacky coatings or 
localized applications can be aesthetically and comfort 
ably made on those bodies. Once applied to a surface, 
the composition can maintain the presence of active 
ingredients applied in the composition. 
The surface characteristics of the copolymeric adhe 

sive composition can be chemically tailored through 
variation of both the molecular weight of the grafted 
siloxane polymeric moiety and the total siloxane con 
tent (weight percentage) of the copolymer, with higher 
siloxane content and/or molecular weight providing 
lower initial adhesion The chemical nature and the 
molecular weight of the methacrylic polymeric back 
bone of the copolymer can also be chosen such that the 
level of adhesion to the substrate can be matched to the 
requirements of a particular application. Since their 
siloxane content is relatively low, the copolymers of 
this invention are readily compatible with siloxane-free 
polymers, for example polymers of composition similar 
to that of the vinyl or methacrylic backbone. 
The preferred method of preparation of the composi 

tions of the inventioniprovides graft copolymer of high 
purity which can be coated directly from the polymeri 
zation solvent, if necessary or desired. The resultant 
coatings do not require curing or crosslinking. How 
ever, if enhancement of either shear strength or resis 
tance to solvents or photochemical or oxidative forces 
is desired, crosslinking may be e?‘ected by standard 
methods well-known in the art, such as radiation curing 
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(electron beam or ultraviolet light) or chemical cross 
linking. 
The siloxane polymeric moleties can be grafted by 

polymerizing monomer onto reactive sites located on 
the backbone, by attaching preformed polymeric moi 
eties to sites on the backbone, or, preferably, by copoly 
merizing the methacrylic monomer(s), A, and, polar 
monomer(s), B, with preformed polymeric siloxane 
monomer, C. Since the polymeric siloxane surface mod 
i?er is chemically bound, it is possible to chemically 
tailor the compositions of this invention such that a 
speci?c degree of cohesiveness and solubility are pro 
vided and can be reproduced with consistency. 
As previously mentioned, the composition of this 

invention comprises a (meth)acrylate copolymer in 
which monovalent siloxane polymerie moieties having a 
number average molecular weight above about 500 are 
grafted to the copolymer backbone. The copolymer 
preferably consists essentially of copolymerized repeat 
ing units from A, B, and C monomers. 
The A monomer or monomers (there may be more 

than one) are chosen such that a non-tacky material is 
obtained upon polymerization of A (or A and B). Rep 
resentative examples of A monomers are the lower to 
intermediate methacrylie acid esters of alcohols such as 
methanol, ethanol, l-propanol, 2-propanol, l-butanol, 
l,l-dimethyl ethanol, Z-methyl-l-propanol, l-pentanol, 
Z-pentanol, 3-pentanol, Z-methyl-l-butanol, 3-methyl 
lbutanol, Z-hexanol, Z-methyl-l-pentanol, 3-methyl-l 
pentanol, cyclohexanol, Z-ethyl-l-butanol, 3-heptanol, 
benzyl alcohol, 2-octanol, é-methyl-l-heptanol, Z-ethyl 
l-hexanol, 3,5-dimethyl-l-hexanol, 3,5,5-trimethyl-l 
hexanol, l-decanol, and l-dodecanol, and the like, the 
alcohols having from 1 to 12 carbon atoms, preferably 1 
to 8 carbon atoms, with the average number of carbon 
atoms being about 4-12. Some small amount of copoly 
merizable styrene, vinyl esters, vinyl chloride, vinyli 
dene chloride, acryloyl monomers and the like may be 
used. Such monomers are known in the art, and many 
are commercially available. Preferred polymerized A 
monomer backbone compositions include poly(isooctyl 
methacrylate), poly(isononyl methacrylate), poly(2 
ethylhexyl methacrylate), polyisopentylmethacrylate, 
poly(n-butyl methacrylate), poly(isobutyl methacry 
late), poly(methylmethacrylate), and 
thereof with other A monomer or monomers. Some 
amount of acrylate may also be present, but only in such 
amounts that these compositions are not pressure sensi 
tive. 
The B monomers according to the practice of the 

present invention are highly polar acrylic and meth 
acrylic monomers. A highly polar monomer as de?ned 
in the practice of the present invention are acrylic or 
methacrylic monomers having at least one highly polar 
izing group such as hydroxy(OH), amino (primary, 
secondary, and tertiary), and ionic groups (e.g., quater 
nary ammonium, carboxylate salt, sulfonic acid salt, 
etc.) 
The hydrophilic ‘B’ monomers may be mono- or 

multifunctional hydroxy group containing molecules 
represented by the general formula 

where R2 =H, methyl, ethyl, cyano or carboxymethyl, 
e?‘ect a temporary “low adhesion frontsize”. Upon 
L=O, d=l—3 and R3 is a hydrocarbyl radical of va 
lence d+l containing from l-2 carbon atoms. The 
preferred monomers in this class are hydroxyethyl 
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6 
(meth)acrylate, hydroxypropyl (meth)acrylate, hydrox 
ybutyl (meth)acrylate, glycerol mono(meth)acrylate, 
tris(hydroxymethyl)ethane monoacrylate, pentaerythri 
tol mono(meth)acrylate, N-hydroxymethyl (meth)a 
crylamide, hydroxyethyl (meth)acrylamide and hy 
droxypropyl (meth)acrylamide. 
The hydrophilic monomer ‘B’ may belong to the class 

II of mono- or multifunctional amino group containing 
molecules of the general formula: 

where R2, L, R3, and d are as de?ned above and R4 and 
Rs are H or alkyl groups of 1-12 carbon atoms or to 
gether they constitute a carbocyclic or heterocyclic 
group. Preferred monomers of this class are aminoethyl 
(meth)acrylate, aminopropyl (meth)acrylate, N,N 
dimethylaminoethyl (meth)acrylate, N,N-diethylamino 
ethyl (meth)acrylate, N,N-dimethylaminopropyl (meth 
)acrylamide, N-isopropylaminopropyl (meth)acryla 
mide and 4-methyl-1-acryloyl-piperazine. 
The hydrophilic ‘B’ monomers may also be alkoxy 

substituted (meth)acrylates or (meth)acrylamides such 
as methoxyethyl (meth)acrylate, 2(2-ethoxyethox 
y)ethy1 (methJacrylate, polyethylene glycol mono( 
meth)acrylate or polypropylene glycol mono(meth)a 
crylate. ‘ 

Particularly useful are ‘B’ monomers that have substi 
tuted or unsubstituted ammonium groups of the general 
formula: 

where R1, R3, R4, R5, L and d are as de?ned above, and 
where R‘5 is H or alkyl of l-l2 carbon atoms and Q'- is 
an organic or inorganic anion. Preferred examples of 
such monomers are 2-N,N,N-tritnethylammonium ethyl 
(meth)acrylate, 2-N,N,N-triethylammonium ethyl 
(meth)acrylate, 3-N,N,N-trimethylammonium propyl 
(meth)acrylate, N(2-N',N',N'-trimethylammonium) 
ethyl (meth)acrylamide, N-(dimethyl hydroxyethyl 
ammonium) propyl (meth)acrylamide etc. where the 
courtte?on may be chloride, bromide, acetate, propio 
nate, laurate, palmitate, stearate etc. The monomer can 
also be N,N-methyl diallyl ammonium salt of an organic 
or inorganic counter-ion. ' 

Ammonium group containing polymers can also be 
prepared by using as the ‘B’ monomer, any of the amino 
group containing monomer described above, and acidi 
fying the resultant polymers with organic or inorganic 
acid to a pH where the pendant amino groups are sub 
stantially protonated. Totally substituted ammonium 
group containing polymers may be prepared by alkylat 
ing the above described amino polymers with alkylating 
groups, the method being commonly known in the art 
as the Menschutkin reaction. 
The hydrophilic ‘B’ monomers of the invention can 

also be sulfonic acid group containing monomers e.g. 
vinyl sulfonic acid, styrene sulfonic acid, 2-acrylamido 
Z-methyl propane sulfonic acid, allyloxybenzene sul 
fonic acid etc. These monomers may be used in the 
protonated acid form as monomers and the correspond 
ing polymers obtained may be neutralized with an or 
ganic or inorganic base to give the salt form of the 
polymers. 
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The hydrophilic ‘B’ monomers can be other alkenyl 
heterocycles such as vinyl imidazoles, vinyl bcnzimida 
zoles, vinyl azlactones, vinyl furaris etc. These hetero 
cyclic comonomers provide sites for hydrogen bonding 
with polar substrates and improve adhesion of the resul 
tant polymers to such substrates. 

Incorporation of B monomer to the extent of about 
2% to about 25% by weight is most preferred and pro 
vides compositions of high cohesive or internal 
strength, good adhesion to polar surfaces and which 
also retains good physical properties. 
The preferred C monomer may be further de?ned as 

having an X group which has the general formula 

wherein R7 is a hydrogen atom or a COOH group and 
R8 is a hydrogen atom, a methyl group, or a CH1CO0H 
group. 
The Z group of the C monomer has the general for 

mula 

where R9 and R" are independently lower alkyl, aryl, 
or ?uoroalkyl, where lower alkyl and fluoroalky both 
refer to alkyl groups having from one to three carbon 
atoms and where aryl refers to phenyl or substituted 
phenyl (of up to 20 carbon atoms). R10 may be alkyl (of 
l to 20 carbon atoms), alkoxy (of 1 to 20 carbon atoms), 
alkylamino (of l to 20 carbon atoms), aryl (of up to 20 
carbon atoms), hydroxyl, or ?uoroalkyl (of 1 to 20 
carbon atoms), and e is an integer from about 5 to about 
700. Preferably, the C monomer has a general formula 
selected from the group consisting of the following, 
where m is l, 2, or 3, g is zero or 1, R" may be alkyl (of 
l to 10 carbon atoms) or hydrogen, f is an integer from 
2 to 6, h is an integer from zero to 2, and X, R, and Z are 
as de?ned above: 

The topical composition of this invention is provided 
by copolymerizing the A, B and C, and, preferably, B 
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8 
monomers followed, when necessary or desirable, by 
blending with a compatible cosmetic or medicinally 
active ingredient in order to optimize the ultimate prop 
erties of the composition. 
When the above described composition is coated on 

skin or hair in proper proportions in a composition, no 
tackiness is observed when the composition is dry. Co 
polymers containing C monomer having a molecular 
weight less than about 500 are not very effective in 
providing substantivity, or persistant retention on the 
skin. Copolymers containing C monomer having a mo 
lecular weight greater than 50,000 effectively provide 
substantivity, but, at such high molecular weights, pos 
sible incompatibility of the C monomer with the re 
maining monomer during the copolymerization process 
may result in reduced incorporation of C. Molecular 
weight of C monomer ranging from about 500 to about 
50,000 is therefore preferred. A molecular weight range 
from about 5,000 to about 25,000 is most preferred. 
The C monomer is preferably incorporated in the 

copolymer in the amount of about 0.01 to about 50% of 
the total monomer weight to obtain the desired proper 
ties. The amount of C monomer included may vary 
depending uponthe particular application, but incorpo 
ration of such percentages of C monomer having a 
molecular weight in the above-speci?ed range has been 
found to proceed smoothly and to result in material 
which provides effective substantivity for a variety of 
applications while still being cost effective. 
The C monomers of this invention are terminally 

functional polymers having a single functional group 
(the vinyl, ethylenically ‘unsaturated, acryloyl, or meth 
acryloyl group) and are sometimes termed macromo 
nomers or “macromers”. Such monomers are known 
and may be prepared by the method disclosed by Milk 
ovich et. al., as described in US. Pat. Nos. 3,786,116 and 
3,842,059. The preparation of polydimethylsiloxane 
macromonomer and subsequent copolymerization with 
vinyl monomer have been described in several papers 
by Y. Yamashita et al., [Polymer J. 14, 913 (1982); ACS 
Polymer Preprints 25 (l), 245 (1984); Maln'omol. Chem. 
185, 9 (1984)]. This method of macromonomer prepara 
tion involves the anionic polymerization of hexamethyl 
cyclotrisiloxanc monomer (D3) to form living polymer 
of controlled molecular weight, and. termination is 
achieved via chlorosilane compounds containing a 
polymerizable vinyl group. Free radical copolymeriza 
tion of the monofunctional siloxane macromonomer 
with vinyl monomer or monomers provides siloxane 
grafted copolymer of well-de?ned structure, i.e., con 
trolled length and number of gra?ed siloxane branches. 

Suitable monomers for use in the above-mentioned 
anionic polymerization are, in general, diorganocy 
closiloxanes of the formula 

where R9 and R11 are as previously de?ned and where 
e is an integer of 3 to 7. Preferred are the cyclic silox 
anes where e is 3 or 4 and R9 and R11 are both methyl, 
these cyclic siloitanes being herea?er designated D3 and 
D4, respectively. D3, which is a strained ring structure, 
is especially preferred. 
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Initiators of the anionic polymerization are chosen 
such that monofunctional living polymer is produced. 
Suitable initiators include alkali metal hydrocarbons 
such as alkyl or aryl lithium, sodium, or potassium com 
pounds containing up to 20 carbon atoms in the alkyl or 
aryl radical or more, preferably up to 8 carbon atoms. 
Examples of such compounds are ethylsodium, propyl 
sodium, phenylsodium, butylpotassium, octylpotassium, 
methyllithium, ethyllithium, n-butyllithium, sec-butylli 
thium, tert-butyllithium, phenyllithium, and l-ethylhex 
yllithium. Lithium compounds are preferred as initia 
tors. Also suitable as initiators are alkali metal alkoxides, 
hydroxides, and amides, as well as triorganosilanolates 
of the formula 

where M is alkali metal, tetraalkylammonium, or tet 
raalkylphosphonium cation and where R9, R10, and R" 
are as previously de?ned. The preferred trior 
ganosilanolate initiator is lithium trimethylsilanclate 
(LTMS). In general, the preferred use of both strained 
cyclic monomer and lithium initiator reduces the likeli 
hood of redistribution reactions and thereby provides 
siloxane macromonomer of narrow molecular weight 
distribution which is reasonably free of unwanted cyclic 
oligomers. 
Molecular weight is determined by the initiator/cy 

clic monomer ratio, and thus the amount of initiator 
may vary from about 0.004 to about 0.4 mole of organo 
metallic initiator per mole of monomer. Preferably, the 
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amount will be from about 0.008 to about 0.04 mole of 35 
initiator per mole of monomer. 
For the initiation of the anionic polymerization, an 

inert, preferably polar organic solvent can be utilized. 
Anionic polymerization propagation with lithium coun 
terion requires either a strong polar solvent such as 
tetrahydrofuran, dirnethyl sulfoxide, or hexamethyl 
phosphorous triamide, or a mixture of such polar sol 
vent with nonpolar aliphatic, cycloaliphatic, or aro 
matic hydrocarbon solvent such as hexane, heptane, 
octane, cyclohexane, or toluene. The polar solvent 
serves to “activate" the silanolate ion, making propaga 
tion possible. 

Generally, the polymerization can be carried out at a 
temperature ranging from about -—50.0° C. to about 
100° C., preferably from about —20.0‘ C. to about 30.0’ 
C. Anhydrous conditions and an inert atmosphere such 
as nitrogen, helium, or argon are required. 
Termination of the anionic polymerization is, in gen 

eral, achieved via direct reaction of the living poly 
meric anion with halogen-containing termination 
agents, i.e., functionalized chlorosilanes, to produce 
vinyl-terminated polymeric monomers. Such terminat 
ing agents may be represented by the general formula 
X(Y),,Si(R)3.mClm, where m is l, 2, or 3 and where X, 
Y, n, and R have been previously de?ned. A preferred 
terminating agent is methacryloxypropyldimethyl 
chlorosilane. The termination reaction is carried out by 
adding a slight molar excess of the terminating agent 
(relative to the mount of initiator) to the living polymer 
at the polymerization temperature. According to the 
aforementioned papers by Y. Yamashita et al., the reac 
tion mixture may be ultrasonically irradiated a?er addi 
tion of the terminating agent in order to enhance func 
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tionality of the macromonomer. Puri?cation of the mac 
romonomer can be effected by addition of methanol. 
The copolymerization of the A monomer, B mono 

mer and C monomer is carried out by conventional free 
radical polymerization such as described by Ulrich, 
U.S. Pat. No. Re. 24,906. The monomers are dissolved 
in an inert organic solvent and polymerized utilizing a 
suitable free radical initiator which can be either ther 
mally or photochemically activated. Suitable thermally 
activated initiators include azo compounds such as 2,2’ 
azobis (isobutyronitrile), hydroperoxides such as tert 
butyl hydroperoxide, and peroxides such as benzoyl 
peroxide or cyclohexanone peroxide, and suitable pho 
tochemically activated initiators include benzophenone, 
benzoin ethyl ether, and 2,2-dimethoxy-2-phenyl aceto' 
phenone. The mount of initiator used is generally about 
0.01 to about 5% by weight of the total polymerizable 
composition. 
The organic solvent used in the free radical copoly 

merization can be any organic liquid which is inert to 
the reactants and product and which will not otherwise 
adversely affect the reaction. Suitable solvents include 
ethyl acetate and mixtures such as ethyl acetate with 
toluene or heptane with toluene and isopropyl alcohol. 
Other solvent systems may also be used. The amount of 
solvent is generally about 30-80% by weight of the 
total weight of reactants and solvent. In addition to 
solution polymerization, the copolymerization can be 
carried out by other well-known techniques such as 
suspension, emulsion, and bulk polymerization. 
As described above, the preferred grafting technique 

involves copolymerization of (meth)acrylic monomer, 
A, reinforcing monomer, B, and chemically tailored 
maeromonomer, C, of controlled molecular weight. 
Other grafting techniques can be employed, each pro 
viding a degree of predictability of the properties of the 
end product. One alternative technique involves pre 
forming the methacrylic polymeric backbone, then co 
polymerizing this preformed backbone with cyclic si 
loxane monomer. Another approach is to graft pre 
formed monofunctional siloxane polymer to a pre 
formed methacrylic polymeric backbone. These and 
other polymer grafting techniques are described by 
Noshay and McGrath in Block Copolymers; Academic 
Press, New York- (1977), pages 13-16 and in greater 
detail by Battaerd and Tregear in Graft Oopolymers, J. 
Wiley and Sons, New York (1967). 
The copolymeric topically applied compositions of 

this invention in solution or dispersion are easily coated 
upon suitable body areas but not areas of the primary 
integumentsty system, e.g., hair on the scalp. The com 
positions maybe used on areas with vestigial hair (such 
as the face and arms and legs) but are not intended in the 
practice of the invention as primary treatments for hair. 
They are also not preferred for treatments in the lining 
of the eye or nasal passage. Non-mucosal areas of the 
body of non-aqueous dwelling mammals are particu 
larly preferred and fur treatments for non-human ani 
mals are also preferred (dogs, cats, rabbits, etc). The 
compositions with other appropriate additives may be 
used as adhesives, conditioning treatments for organic 
or inorganic surfaces, and sealants for wood or paper. 
The compositions of this invention may be coated by 

any of a variety of conventional coating techniques 
such as wiping, spraying, hand spreading, swab applica 
tion, and the like. 
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The topical application of medicaments to the skin 
has traditionally been done with the application of self 
sustaining or self-supporting cohesive articles such as 
?lms, tapes, or plasters as a proposed improvement over 
direct applications of powders, ointments, creams, lo 
tions or the like. It has been felt that these more substan 
tial media provided a longer lasting and more controlla 
ble application of medicine to the skin or hair of a mam 
mal. These medical applications suffer from distinct 
problems of their own, however. All of the ?lms and 
tapes tend to be uncomfortable as they cannot com 
pletely conform with stretching, bending, or wrinkling 
which the exterior surfaces of bodies undergo during 
movement. The ?lms, tapes and plasters are not cosmet 
ically acceptable, especially if applied to the face and 
bands, which are exposed to view. Films and tapes are 
easily and accidentally removed, in part or in whole, 
from the skin by inadvertent contact or perspiration 
occurring under the ?lm or tape. This directly reduces 
the medical efficiency of the application. Films and 
tapes can trap moisture against the surface which can be 
medically disadvantageous and can block oxygen pene 
tration to the surface. The application of thin polymer 
?lms will not solve these problems because the ?lms can 
be readily broken and delivery of the medicine can be 
interrupted. 

It has been found in the present invention that by 
selecting only appropriate proportions of medicaments 
and the non-pressure-sensitive adhesive polymeric bind 
ers in solutions, emulsions, or dispersions that an ex 
tremely effective topical application of medicaments, 
and skin treatments, and fur of hair treatments for ani 
mals other than humans may be performed. The propor 
tions are selected, contrary to conventional wisdom, so 
that a non-cohesive, non-tacky coating of the binder 
and medicament is formed on the skin particularly in 
non-mucosa] areas. 
Medicaments according to the practice of the present 

invention are those compounds or materials which have 
a direct medicinal or neurological effect (excluding 
alcohols). Materials which have a bene?cial activity 
against the growth, propogation or survival of bacteria, 
ftmgi, or viruses or which are antihistamines, antitoxins, 
anaesthetics, analgesics, antipruritics, vitamins, and an 
tiin?ammatants are included in the term medicaments. 
These materials are well known in the medical art and 
no exhaustive list is thought to be necessary. Exemplary 
compounds include hydrocortisone acetate, undecy 
lenic acid, tolna?ate, methyl salicylate, lidocaine, ox 
ytetracycline.HCl, retinoic acid, Minoxidil ®, etc. 
Thae medicaments may provide the medicinal activity 
at the site of application or upon absorption through the 
skin. 
These medicaments are combined in the critical pro~ 

portions of this invention with the oil compatible non 
pressure sensitive adhesives. Pressure-sensitive adhe 
sives are art recognized as a standard class of materials. 
These are adhesives which in dry (substantially solvent 
free except for residual solvent) form are aggressively 
and permanently tacky at room temperature (e.g., 15.0. 

to 25.0‘ C.) and ?rmly adhere to a variety of surfaces upon mere contact without the need for more 

than manual pressure. They require no activation by 
water, solvent or heat in order to exert a strong adhe 
sive holding force towards such materials as paper, 
cellophane, glass, wood and metals. They have a suf? 
ciently cohesive holding and elastic nature so that, de 
spite their aggressive tackiness, they can be handled 
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with the ?ngers and removed from smooth surfaces 
without leaving a substantial residue (of. Test Method 
for Pressure-Sensitive Tapes, 6th Ed., Pressure Sensi 
tive Tape Council, 1953). Pressure-sensitive adhesives 
and tapes are well known, and the wide range and bal 
ance of properties desired in such adhesives has been 
well analyzed (cf. U.S. Pat. No. 4,374,883; and “Pre 
sure-Sensitive Adhesives" in Treatise on Adhesion and 
Adhesives Vol. 2, “Materials”, R. I. Patrick, Ed., Mar 
cel Dekker, Inc., N.Y., 1969). The various materials and 
compositions useful as pressure-sensitive adhesives are 
available commercially and are thoroughly discussed in 
the literature (e.g., Houwink and Salomon, Adhesion 
and Adhesives, Elsevier Publ. 00., Amsterdam, Nether 
lands, 1967; Handbook of Pressure-Sensitive Adhesive 
Technology, Donates Satas, Ed., VanNostrand Rein 
hold Co., N.Y., 1982). 

Pressure-sensitive adhesives are generally chemically 
composed of rubber-resin materials, acrylic resins, poly 
urethane resins, silicone resins, and the like. Among the 
various patent literature describing compositions and 
improvements in pressure-sensitive adhesive formula 
tions are U.S. Pat. No. Re. 24,906; U.S. Pat. Nos. 
2,652,351; 3,740,366; 3,299,010; 3,770,708; 3,701,758; 
3,922,464; 3,931,087; 4,012,560; 4,077,926; 4,387,172; 
4,418,120; 4,629,663; and the like. These classes of rub 
ber resin, acrylic, silicone and polyurethane pressure 
sensitive adhesives as well as any other pressure-sensi 
tive adhesives are not generally useful in the present 
invention. Only non-pressure sensitive adhesives are 
used in the detailed proportions of the present inven 
tion, and non-tacky applications of medicaments are 
provided. The polymers useful in the present invention 
are oil compatible (dispersible, swellable, or soluble in 
organic oils and non-polar solvents) and generally are 
clearly hydrophobic in their properties. 
The molecular weight of the polymers used in the 

compositions may vary over a broad range. The molec 
ular weight must be suitably large to provide the requi 
site binding effect. The upper limit is determined only 
by formulation requirements. As the molecular weight 
increases, the polymers tend to become too viscous to 
formulate easily into cosmetically-appealing composi 
tions. Generally, polymers having a Brook?eld viscos 
ity between 50 and 100,000 cps and preferably between 
‘500 and 15,000 cps, when measured at 16.6 percent 
non-volatiles, will be useful in the compositions of the 
invention. 
The compositions of the invention are of three basic 

types, i.e., oils, watcr-in-oil and oil-in-water emulsions. 
The oil formulations are prepared by mixing the oil 
base, polymer and active ingredient (e.g., medicament) 
together and warming the mixture with slow agitation 
to about 140' F. The water phase ingredients, if part of 
an emulsion formulation, are combined and heated to 
180' F. This phase is slowly added to the oil phase 
ingredients, also at 180' F., and the combination al 
lowed to cool with agitation. The formulations gener 
ally contain about 0.5 to 10 percent by weight of the 
acrylate polymer, with the preferred range being from 
about 0.5 to 5.0 percent by weight. At levels below 0.25 
percent, the polymer is less effective in holding a signi? 
cant amount of the active ingredient (e.g., medicament) 
on the skin when the skin is exposed to water. At levels 
above 10 percent, the formulation generally becomes 
sticky and develops an unpleasant feeling. 
The cosmetic oil base, if any, of the compositions may 

be solid or liquid, but the entire formulation should be 
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somewhat ?uid at skin temperatures for ease of applica 
tion. Fragrances, ?llers, dyes, colorants, preservatives, 
antioxidants and other such material may be included in 
minor amounts in the compositions without affecting 
the substantivity of the composition. 
When applied to human skin, these products'form 

?lms of the medicament on the skin surface. The poly 
mer dispersed therein holds the medicament or chemi 
cal treatment onto the skin so that a signi?cantly greater 
pharmacological or cosmetic bene?t is provided than 
the compositions without the polymer. 
As indicated above, the composition to be applied to 

topical areas of mammals (generally non-water dwell 
ing mammals) comprises 0.25-10% by total weight of 
polymer, preferably 0.5 to 5 percent by weight, and 
most preferably 0.5 to 2% by weight of polymer per 
total weight of composition. The active ingredient or 
medicament may be present in a broader weight range 
of 0.l to 50% by total weight of the composition, pref 
erably 0.25 to 20% by weight, more preferably 0.5 to 
10% and most preferably 1 to 3% by weight. The ratio 
of the polymer to medicament (wt. polymer/wt. medi 
cament) should also be in the range of 1/5 to 1/50 to 
achieve the bene?ts of the present invention. 
These and other aspects of the invention will be 

shown in the following non-limiting examples. 

EXAMPLES l-3 

Polymerizations of methacryloxypropyl-terminated 
polydimethylsiloxane macromonomer (PDMS) with 
N,N-dimethylaminoethyl methacrylate (DEMAEMA) 
and iso-butyl methacrylate (IBM). 
To a mixture of 20 parts of PDMS (MW=20,000), 

10-30 parts of DMAEMA and 50-70 parts of IBM in 
200-300 part of toluene or ethyl acetate was added 
0.05-0.5 parts of azobis(isobutyronitrile) (AIBN). This 
solution was purged with nitrogen atmosphere. The 
bottle was heated in an Atlas Launder-O-Meter® at 
60° C. for 36-48 hours and the polymer was recovered 
by evaporation of solvent under reduced pressure. 

Example PDMS DMAEMA IBM 

1 20 1o 70 
z 20 20 e0 
3 20 so so 

EXAMPLES 4-5 

Polymerizations of methacryloxypropyl-terminated 
polydimethylsiloxane macromonomer (PDMS) with 
N,N-dimethylaminoethyl methacrylate (DMAEMA) 
and n-butyl methacrylate (NBM). 
To a mixture of 20 parts of PDMS (MW =20,000), 

5-20 parts of DMAEMA and 60-75 parts of NBM in 
200-300 parts of toluene or ethyl acetate was added 
0.05-0.5 parts of azobisiaobutyronitrile (AIBN). This 
solution was purged with nitrogen and sealed in a bottle 
under a nitrogen atmosphere. The bottle was heated in 
a Launder-O-Meter ® at 60° C. for 36-48 hours and the 
polymer was recovered by evaporation of solvent 
under reduced pressure. 

Example PDMS DMAEMA NBM 

4 20 20 60 
5 20 s 7s 
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EXAMPLES 6-8 

Polymerizations of methacryloxypropyl-terminated 
polydirnethylsiloxane macromonomer (PDMS) with 
N,N-dimethylaminoethyl methacrylate (DMAEMA), 
Z-ethylhexyl methacrylate (EHM) and iso-butyl meth 
acrylate (IBM). 
To a mixture of 20 parts of PDMS (MW—20,000), 

15-25 parts of DMAEMA, 10 parts of EHM and 45-55 
parts of IBM in 200-300 parts of toluene or ethyl acetate 
was added 0.05-0.5 parts of azobis(isobutyronitrile) 
(AIBN). This solution was purged with nitrogen and 
sealed in a bottle under a nitrogen atmosphere. The 
bottle was heated in a Launder-O-Meter @ at 60° C. for 
36-48 hours and the polymer was recovered by evapo 
ration of solvent under reduced pressure. 

Example PDMS DMAEMA EHM IBM 

6 2o 15 10 5s 
7 2o 2o 10 50 
s 20 2s 10 4: 

EXAMPLE 9 

Polymerizations of methacryloxypropyl-terminated 
polydimethylsiloxane macromonomer (PDMS) with 
Z-hydroxyethyl methacrylate (HEMA) and isobutyl 
methacrylate (IBM). 
To a mixture of 20 parts of PDMS (MW =20,000), 20 

parts of HEMA and 60 parts of IBM in 200 parts of 
ethyl acetate was added 0.5 parts of benzoyl peroxide 
and 10 parts of isopropanol. This solution was purged 
with nitrogen and sealed in a bottle under a nitrogen 
atmosphere. The bottle was heated in a Launder-O 
Meter® at 60° C. for 48 hours and the polymer was 
recovered by evaporation of solvent under reduced 
pressure. 

EXAMPLE 10 

Polymerizations of methacryloxypropyl-terminated 
polydimethylsiloxane macromonomer (PDMS) with 
ethyl cyanoacrylate (ECA) and isobutyl methacrylate 
(IBM). 
To a mixture of 20 parts of PDMS (MW = 20,000) and 

60 parts of IBM was added 20 parts of ECA. This mix 
ture immediately began to polymerize and on allowing 
to stand at room temperature for 4-6 hours had corn 
plet.ely solidi?ed to a polymeric mass. The polymer 
was recovered by evaporation of all volatiles under 
reduced pressure. 

EXAMPLES 11-12 

Polymerizations of methacryloxypropyl-terminated 
polydimethylsiloxane macromonomer (PDMS) with 
acrylic acid (AA), N,N-dimethylaminoethyl methacry 
late (DMAEMA) and n-butyl methacrylate (NBM). 
To a mixture of 20 parts of PDMS (MW=20,000) 

parts of AA, 5 parts of DMAEMA and 70-73 parts of 
NBM in 200 parts of ethyl acetate was added 0.5 parts 
of benzoyl peroxide. This solution was purged with 
nitrogen and sealed in a bottle under a nitrogen atmo 
sphere. The bottle was heated in a Launder-O-Meter @ 
at 60° C. for 36-48 hours and the polymer was recov 
ered by evaporation of solvent under reduced pressure. 
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Example PDMS DMAEMA AA NBM 

11 20 5 2 73 
12 20 5 s 70 

We claim: 
1. A hair composition [comprising] for topical appli 

cation of medicaments to the hair of animals comprising 
the following ingredients: 

(a) [c] a copolymer which comprises repeating A, 
B, and C monomers wherein: 

A is at least one free radically polymerizable acrylic 
or methacrylic monomer present in 0.1-99.9% by 
weight of all monomer present; 

B is at least one highly polar acrylic or methacrylic 
monomer copolymerizable with A and different 
from A, the amount by weight of B monomer being 
from 0.1 to 99.9% of the total weight of all mono 
mers in said copolymer; and 

C is a monomer present as from 0.01 to 50% by 
weight of all monomer present and having the 
general formula 

wherein: 
X is a vinyl group copolymerizable with the A and B 
monomers; 

Y is a divalent linking group; 
R is hydrogen, lower alkyl, aryl, or alkoxy; 
Z is a monovolent siloxane polymeric moiety having a 
number average molecular weight of at least about 
500 and is essentially unreactive under copolymer 
ization conditions; 

it is zero or 1; 
m is an integer of from 1 to 3; and 
(b) a medicinally effective amount of a medicament 

[or a cosmetically effective amount of a condi 
tioner or cosmetically active ingredient]; wherein 
(a) and (b) are present as a solution, dispersion, or 
emulsion in a liquid carrying medium. 

2. [A hair] The composition according to claim 1 
wherein said A monomer is a methacrylic or acrylic 
acid ester of an alcohol having from I to 18 carbon 
atoms with the average number of carbon atoms being 
about 4 to 12. 

3. [A Hair] The composition according to claim 1 
wherein B is a monomer or multifunctional hydroxy 
group containing molecules represented by the general 
formula: 

where RZ=H, methyl, ethyl, cyano or carboxymethyl, 
L=O, NH, d=l-3 and R3 is a hydrocarbyl radical of 
valence d+l containing from 1-12 carbon atoms. 

4. [A hair] The composition according to claim 1 
wherein said X group of said C monomer has the gen 
eral formula 

wherein R7 is hydrogen or a COOH group and R5s is 
hydrogen, a methyl group, or a CHgCOOH group. 

15 

20 

25 

30 

35 

45 

55 

60 

65 

16 
5. [A hair] The composition according to claim 1 

wherein said Z group of said C monomer has the gen 
eral formula 

wherein: 
R9 and R" are independently lower alkyl, aryl, or 

?uoroalkyl; 
R10 is alkyl, alkoxy, alkylamino, aryl, hydroxyl, or 

?uoroalkyl; and 
e is an integer from about 5 to about 700. 
6. [A Hair] The composition according to claim 1 

wherein said C monomer has a general formula selected 
from the group consisting of 

wherein 
R” is alkyl or hydrogen; 
in is l, 2 or 3; 
g is zero or 1; 
f is an integer from 2 to 6; 
h is an integer from 0 to 2. 
7. [A hair]ep The composition according to claim 1 

wherein the molecular weight of said C monomer is in 
the range of about 500 to about 50,000. 

8. [A hair] The composition according to claim 1 
wherein the molecular weight of said C [monmer] 
range of about 5,000 to about 25,000. 

9. The composition of claim I, wherein said medicament 
selected from the group consisting of hydrocom'sone ace 
tote, undecylenic acid. tolna?ate, methyl solitylate, lido 
caine, oxytetmcycline, H Cl, retinoic acid, and Him»: 
idil ®. 

10. The composition of claim 1, wherein said B mono 
mer is selected from the group consisting ofocrylie or meth 
acrylic monomers having at least one highly polar group. 
wherein said highly polar group is selected ?om the group 
consisting of hydroxyl, primary amino, secondary amino, 
tertiary amino, quaternary ammonium, carboxylate salt, 
sulybnic acid salt. vinyl imidazole, vinyl benzimidazole, 
vinyl azlactone, or vinyl ?lmn. 

II. The composition of claim I, wherein said B mono 
mer is selected from the group consisting of hydroxyethyl 
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(meth)acrylate, hydroxypropyl(meth)acrylate, hydrox 
ybutyl(meth)acylate, glycerol mon0(meth)acrylate, tris(hy 
dmxymethybethane monoacrylate, pentaerythritol mono( 
meth)acrylate, N-hydroxymethyl (meth)acq;lamide, hy 
droxyethyl (meth)acrylamide and hydroxypropyl (meth)a 
crylamide. 

12. The composition of claim I, wherein said B mono 
mer is selected from the group consisting of aminoethyl 
(meth)acrylate, aminopropyl (meth)acrylate, MTV-dime 
thylaminoethyl (meth) acrylate, MN-diethylaminoethyK 
meth)acrylate, MNdimethylaminopropyl (meth)aclyla 
mide, N-isopropylaminopropyl (meth) acrylamide, and 
4-methyI-I-acryIoyl-piperazine. 

13. The composition of claim I, wherein said B mono 
mer is selected from the group consisting of methoxyethyl 
(meth) acrylate, 2(2-ethoxyethoxy) ethyl (meth) acrylate, 
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polyethylene glycol mono(meth)acrylate, and polypropyl 
ene glycol mono(meth)acrylate. 

14. The composition of claim 1, wherein said B mono 
mer is selected from the group consisting of 2-N,N,N-trie 
thylammonium ethyl(meth)acrylate, Z-MMN-tn'ethylam 
monium ethyl(meth)acrylate, 3-N,N,N-trimethylam 
monium propyl (meth)acrylate, N(2-N',N',N'-trime 
thylammonium) ethyl (meth)acrylamide, N-(dimethyhy 
droxyethyl ammonium)propyl (meth)acrylamide, where 
the counterion may be chloride, bromide, acetate. propio 
note, laurate, palmitate or stearate. 

15. The composition of claim I, wherein said B mono~ 
mer is selected from the group consisting of consisting of 
vinyl sul?mic acid, styrene suljonic acid, 2-acrylamido-2 
methyl propane sulfonic acid, allyloxybenzene sulfbnic 
acid, and salts thereof.‘ 

* t i i i 
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It is certi?ed that error appears in the above-identi?ed patent and that said Letters Patent is hereby 
corrected as shown below: 

Column 3, Line 41, delete ‘out’ and insert -to about- therefore. 

Column 3, Line 62-63, delete ‘is selected from the group consisting of 2-N,N,N-triethylammonium'. . 

Column 4, Line 15, delete "," after ‘are’. 

Column 5. Line 3, delete ‘moieties’ and insert -moieties—therefore. 

Column 5, Line 24. delete 'methacrylie' and insert —methacrylit>- therefore. 

Column 5, Line 65, delete ‘effect a temporary "low adhesion frontsize‘. Upon‘ . 

Column 5, Line 66, after ‘L=O," insert -NH,-. _ 

Column 6, Line 39, delete “tritnethylammonium' and insert -trimethylammonium-- therefore. 

Column 6. Line 45, delete 'courtte?on“ and insert -counterion- therefore. 

Column 7, Line 3, delete “furaris‘ and insert --furans-- therefore. 

Column 7, Line 62, correct the formula adding an --m-- before the “2",”. 

Column 8, Line 3, insert -~utile-- after “ultimate”. 

Column 10. Line 16, delete "mount" and insert --amount--therefore. 

Column 13, Line 54, insert -)- after “20,000”. 
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