
(19) 

US 20030109662A1 

(12) Patent Application Publication (10) Pub. No.: US 2003/0109662 A1 
United States 

Medsker et al. (43) Pub. Date: Jun. 12, 2003 

(54) 

(76) 

(21) 

POLYMERIC SURFACTANTS DERIVED 
FROM CYCLIC MONOMERS HAVING 
PENDANT FLUORINATED CARBON 
GROUPS 

Inventors: Robert E. Medsker, Hartville, OH 
(US); Richard R. Thomas, Stow, OH 
(US); Charles M. Kausch, Copley, OH 
(US); Daniel D. Woodland, Monroe 
Falls, OH (US); Raymond J. Weinert, 
Macedonia, OH (US); Jane E. Leising, 
Medina, OH (US); Yongsin Kim, 
Hudson, OH (US) 

Correspondence Address: 
Robert F. Rywalski, Esq. 
OMNOVA Solutions Inc. 
175 Ghent Road 
Fairlawn, OH 44333 (US) 

Appl. No.: 10/142,229 

(22) 

(63) 

(51) 
(52) 

(57) 

Filed: May 9, 2002 

Related U.S. Application Data 

Continuation-in-part of application No. 09/855,053, 
?led on May 14, 2001. 

Publication Classi?cation 

Int. Cl.7 ................................................... .. C08G 77/04 

U.S. Cl. .............................................................. .. 528/25 

ABSTRACT 

A ?uorine containing polymer Which acts as a Wetting, ?oW 
or leveling agent, and has at least one polar group. The 
polymer has at least one pendant or ether side chain con 
taining from about 1 to about 20 carbon atoms With at least 
25% of the hydrogen atoms being replaced by ?uorine 
atoms. The ?uorinated polymers unexpectedly impart Wet 
ting, ?oW or leveling properties to a variety of coatings 
While producing little foam. 
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POLYMERIC SURFACTANTS DERIVED FROM 
CYCLIC MONOMERS HAVING PENDANT 

FLUORINATED CARBON GROUPS 

CROSS REFERENCE 

[0001] This application is a continuation-in-part of US. 
Ser. No. 09/855,053 ?led May 14, 2001, AFLUORINATED 
SHORT CARBON ATOM SIDECHAIN AND POLAR 
GROUP CONTAINING POLYMER, AND FLOW, OR 
LEVELING, OR WETTING AGENTS THEREOF, cur 
rently pending. 

FIELD OF THE INVENTION 

[0002] One or more loW carbon atom ?uorocarbons of 
usually 7 carbon atoms or less are contained on a polymer 
generally having polar groups. The ?uorocarbons generally 
exist as side chains With at least 25% of the hydrogen atoms 
being replaced by ?uorine atoms. The polymer of the present 
invention is found unexpectedly to be an effective Wetting, 
or ?oW, or leveling agent While producing little foam. 

BACKGROUND OF THE INVENTION 

[0003] US. Pat. No. 3,859,253 to Bourat et al. relates to 
polyoxetanes comprising a plurality of repeating units 
Wherein the chain oxygen atoms of each recurring unit is 
attached to a chain methylene group of an adjacent recurring 
unit With, in addition, cross-linking via the other free valen 
cies When the polymer contains repeating units. 

[0004] US. Pat. No. 5,068,397 to Falk et al. relates to 
tris-per?uoroalkyl terminated neopentyl alcohols of the for 
mula (Rf—En—X—CH2)3CCH2OH prepared from haloge 
nated neopentyl alcohols and thiols of the formula Rf—En— 
SH, amines of the formula Rf—En—NH—R, alcohols of the 
formula Rf—En—OH, and per?uoro-acids or amides. The 
alcohols react With isocyanates to prepare urethanes; With 
acids or derivatives to prepare esters or carbonates; With 
epoxides to form ethers. Further, they may be converted to 
halide intermediates. The products all contain the residue of 
at least one Rf-neopentyl alcohol containing three per?uo 
roalkyl hetero groups. 

[0005] US. Pat. No. 5,674,951 to Hargis et al. relates to 
coating compositions Which use a polyoxetane polymer 
having —CH2—O—CH2—Rf side chains Where Rf is a 
highly ?uorinated alkyl or polyether. The coating composi 
tions use polyisocyanates to create isocyanate terminated 
polymers from the poly(oxetane) and from various polyols 
from alkylene oxides or polyester polyols. These can be 
reacted together to form block copolymer structures or can 
be linked together When the coating is crosslinked. A pre 
ferred method is to use blocked isocyanate groups. Another 
preferred embodiment is to use the composition as an 
abrasion resistant coating for glass run channels. 

[0006] US. Pat. No. 5,807,977 to Malik et al. relates to 
?uorinated polymers and prepolymers derived from mono 
substituted oxetane monomers having ?uorinated alkoxym 
ethylene side-chains and the method of making these com 
positions. The mono-substituted ?uorinated oxetane 
monomers having ?uorinated alkoxymethylene side-chains 
are prepared in high yield by the reaction of a ?uorinated 
alkoxide With either 3-halomethyl-3-methyvoxetane pre 
monomers. it also relates to copolymers of oxetane and 
tetrahydrofuran. 
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[0007] US. Pat. No. 5,998,574 to Fishback et al. relates to 
a polyol composition comprising: (A) a polytetramethylene 
ether glycol, and (2) a difunctional active hydrogen com 
pound-initiated polyoxyalkylene polyether polyol having a 
degree of unsaturation of not greater than 0.04 milliequiva 
lents per gram of said polyether polyoi. 

[0008] US. Pat. No. 6,020,451 to Fishback et al. relates to 
a polyol composition comprising: (A) a polytetramethylene 
ether glycol, and (2) a difunctional active hydrogen com 
pound-initiated polyoxyalkylene polyether polyol having a 
degree of unsaturation of not greater than 0.04 milliequiva 
lents per gram of said polyether polyol. 

[0009] US. Pat. No. 6,127,517 to Koike et al. relates to the 
polymeriZation of hexa?uoropropene oxide (HFPO) in a 
polymeriZation initiator solution of the formula: CsCF2— 
Rf—CF2OCS Wheriein Rf is a per?uoroalkylene group 
Which may have an ether bond in an aprotic polar solvent 
provided that the initiator solution is ?rst treated by adding 
a per?uoroole?n thereto at a sufficient temperature for the 
removal of protonic substances, cesium ?uoride and hydro 
gen ?uoride. This simple treatment restrains chain transfer 
reaction, and the process is successful in producing a difunc 
tional HFPO polymer having a high degree of polymeriZa 
tion While suppressing formation of a monofunctional 
HFPO polymer, US. Pat. No. 6,168,866 to Clark relates to 
a curable ?uorine-containing coating composition compris 
ing: an amino resin; (ii) an addition ?uoropolymer 
comprising a copolymer of a ?uorinated monomer having a 
?uorocarbon group of at least 3 carbons, and a non-?uori 
nated monomer having a crosslinking group capable of 
reacting With said amino resin at elevated temperatures; and 
(iii) a hardening agent capable of crosslinking With said 
amino resin at elevated temperatures. 

[0010] Heretofore, non-polymeric molecules containing 
?uorinated and polar groups Were used as Wetting, or ?oW, 
or leveling agents; hoWever, many of these materials have 
been shoWn to bioaccumulate thereby greatly limiting their 
utility. 

SUMMARY OF INVENTION 

[0011] The partial or fully ?uorinated short carbon atom 
side chain containing polymers of the present invention 
unexpectedly have good Wetting, or ?oW, or leveling prop 
erties. The types of polymers are numerous and include 
polymers derived from cyclic ethers, poly(acrylates), poly 
(methacrylates), hydroxyl terminated poly(acrylates) or 
poly(methacrylates), polyole?ns, polymers derived from 
vinyl substituted aromatic monomers such as styrene, poly 
esters, polyurethanes, polyamides, polyimides, polysilox 
anes, and the like With polyoxetane being preferred. The 
polymers desirably have at least one group that is polar 
Which can be an anionic group, a cationic group, or a 

nonionic group. The polymer can also be amphoteric con 
taining both anionic and cationic groups. 

[0012] Furthermore, the polymers of the present invention 
can be caused to react With another compound, or monomer 
or With another polymer to impart effective Wetting, or ?oW, 
or leveling properties to a coating prepared therefrom. 
Alternatively, the polymers of the present invention can be 
used as an additive With other polymers, copolymers, com 
positions, etc. to provide improved Wetting, or ?oW, or 
leveling properties. Compared to molecules used typically 
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as Wetting, or ?oW, or leveling agents, the materials set forth 
in the present invention have relatively little propensity to 
cause foaming or surface defects Within a broad concentra 
tion range. This is often a desirable attribute of a Wetting, 
?oW, or leveling agent. 

[0013] The invention further relates to non?uorinated 
oXetane monomers; or oligomers, polymers, or copolymers 
thereof generally having pendant alkoXy groups. Such 
monomers can be polymerized in the presence of ?uorinated 
oXetane monomers to produce statistical copolymers 
thereof. Moreover, block copolymers of the alkoXy oXetanes 
and the ?uorinated oXetanes can be made. 

DETAILED DESCRIPTION OF THE 
INVENTION 

[0014] The ?uorinated short carbon chain compounds of 
the present invention are generally located on polymers as 
side chains thereof. These polymers, Which contain one or 
more polar groups are generally dispersible or soluble in 
Water and various hydrocarbon solvents and unexpectedly 
function as Wetting, or ?oW, or leveling agents providing 
good optical properties to a coating such as high gloss and 
good distinctness of image, and thus can be blended With a 
Wide variety of solutions, Waxes, polishes, coatings, blends 
and the like. 

[0015] Polymers of the present invention contain ?uori 
nated carbon groups generally represented by the formula 
Rf. The Rf groups can be part of the monomer Which is 
reacted to form the polymer or they can be reacted With an 
already formed polymer. 

[0016] Alternatively, a polymer containing a Rf group 
such as a ?uorinated polyoXetane can be reacted With a 
polymer or monomer to form a copolymer Which thus 
contains a plurality of pendant short chained Rf groups 
thereon. EXamples of a non-Rf containing copolymer portion 
are various cyclic ethers, various polyesters, various acrylic 
polymers, various polysiloXanes, various polyamides, vari 
ous polyurethanes, and various polymers made from vinyl 
substituted aromatic monomers. 

[0017] AWide variety of ?uorine-containing polymers can 
be utiliZed as generally set forth by the folloWing descrip 
tion: 

[0018] The polymer can be comprised of repeat units (With 
repeat units being greater than or equal to 2) of a variety of 
monomers including cyclic ethers, acrylates, ole?ns and 
vinyl moieties. The most preferred monomers are cyclic 
ethers (including ?uorinated cyclic ethers such as those 
based on heXa?uoropropylene oxide) such as oXetanes, and 
oXiranes. Other preferred monomers include acrylates, 
vinyls including styrenics, silanes, and siloXanes, as Well as 
polyester forming monomers, polyamide forming mono 
mers, polyimide forming monomers, and polyurethane 
forming monomers. The polymer may be of the copolymer 
type comprised of, but not limited to, the aforementioned 
monomers. The copolymer may be of the statistical or block 
type. The average degree of polymeriZation should be at 
least 2 as to about 100 or 200, and preferably from 2 to about 
10 or 20, or 30. 

[0019] The polymer may contain more than one Rf type 
group and the types of Rf, independently, can be the same or 
different and are ?uorinated alkyl groups such as a linear 
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alkyl group having a main chain of about 7 carbon atoms or 
less, desirably from about 1 to about 5 or 6 carbon atoms, 
and preferably 2, 3, or 4 carbon atoms. The Rf alkyl group 
can be branched. When branched, the longest chain is 
composed of 7 carbon atoms or less With each branch 
containing a maXimum total of 3 carbon atoms or less. Rf 
Whether linear or branched has at least one carbon atom 
bonded to at least one ?uorine atom. The total amount of 
?uorine atoms in each Rf group is generally at least 10% or 
25%, desirably at least 50% or 75%, and preferably at least 
80%, 85%, 90%, or 95%, or even 100% (per?uorinated) of 
the non-carbon atoms With any remaining non-carbon atoms 
or non?uorine atoms being H, or 1, or C1 or Br. 

[0020] The pendant or side chain Rf group can be present 
on all the monomers comprising the polymer or on a selected 
feW With a preferable range of about 50 to 100% of mono 
mers comprising the polymer containing a pendant or side 
chain Rf group. A preferred polymer contains one Rf group 
per repeat unit. The Rf group can be bonded directly to the 
polymer, or desirably is covalently bonded through another 
linking moiety or group bonded to the polymer such as a 
hydrocarbyl, a sulfonyl, an ester, an alkyl sul?de, or the like. 
A desired moiety is alkyl ether such as 

[0021] Where n is from about 1 to about 6 With 1 or 2 being 
preferred. 

[0022] The various polymers or copolymers of the present 
invention desirably have polar groups covalently bonded 
thereto in order to render them soluble in Water or in a 
solvent. EXamples of polar groups covalently bonded to the 
polymer include anionic groups such as —CO2— (CarboXy 
late), —SC3_ (Sulfonate), —OSO3_ (Sulfate), —OPO3_ 
(Phosphate), and —ONO2_ (Nitrate). Cationic counterions 
groups associated With the just noted anionic polar groups 
include Li+ (lithium), Na+ (sodium), K+ (potassium), Cs+ 
(cesium) and ammonium salts of the general formula, NH4_ 
XRX+ Where R is typically a hydrocarbyl radical (eg a 
hydrocarbon radical) having from 1 to 18 carbon atoms and 
X is 0 to 3, or a quaternary ammonium salt. 

[0023] Where X=4. 

[0024] Cationic polar groups covalently bonded to the 
polymer include NH4_XRX+ (Ammonium), or a quarternary 
ammonium and PH4_XRX+ (Phosphonium) Where X is as 
noted above. Anionic counterions groups connected to said 
cationic polar groups include F“ (?uoride), Cl“ (chloride), 
Br- (bromide), I- (iodide), and B134- (tetra?uoroborate). 

[0025] Nonionic polar groups include various polyethers 
having from 1 to about 100 and preferably from about 2 to 
about 25 repeat units (n) include —O—(CH2CH2O), —H 
(poly(ethylene oXide)), —O—(CH(CH3)CH2O)n—H 
(poly(propylene oXide)), various polyether copolymers, car 
bonyl, carboXyl, nitrile, thiol, or cyano but eXclude hydroXyl 
groups. 

[0026] Naturally, When a cationic polar group is utiliZed, 
it is utiliZed in conjunction With an anion to form a cation 
anion salt, and conversely When an anion end group is 
utiliZed it is utiliZed in conjunction With a cation end group 
to form an anion-cation salt. 

[0027] The type of polar group bonded covalently to to the 
polymer can also be of a miXed anionic/cationic type form 
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ing an amphoteric-type polymer. Examples include covalent 
bonded cationic amine groups and anionic surfactants such 
as set forth in McCutheon’s Volume 1: Emulsi?ers & 
Detergents, North American Edition, The Manufacturing 
Confectioner Publishing Co., Glen Rock, N.J., 1999, hereby 
fully incorporated by reference. 

[0028] Preferably, the polar group(s) are covalently 
bonded to the end(s) of the polymer; hoWever, the polar 
group(s) can be covalently bonded at any location along the 
polymer chain (backbone). The number of polar groups 
bonded covalently to the polymer can be 1 to about 10 and 
preferably about 2. 

[0029] The polar groups can be added by end groups 
introduced through polymeriZation (from initiators or chain 
transfer agents), (ii) modi?cation of aforementioned end 
groups in (i)d (iii) speci?c reactions on the polymer such as 
grafting (examples are photografting, radiation grafting and 
oxidation), (iv) addition reactions (such as that produced by 
condensation of a polar group-containing isocyanate With a 
hydroxyl group on the polymer), (v) substitution or met 
athesis (for example, alkyl halide displacement With 
AgBF4), and (vi) preferably, esteri?cation of a hydroxyl 
group With sulfuric acid. Such reactions are knoWn to the art 
and to the literature. 

Types of Polymers or Copolymers Containing 
Non-Backbone Pendant Rf Groups. 

[0030] A preferred class of polymers are those derived 
from cyclic ethers generally containing from 2 to 5 carbon 
atoms in the ring and optionally substituted alkyl groups 
thereon containing from 1 to about 20 carbon atoms. 
Examples of such cyclic ethers include oxirane (epoxy) 
functionality such as epichlorohydrin, ethylene oxide, butyl 
glycidylether, and per?uorooctyl propylene oxide as Well as 
alkyl substituted oxiranes having from 1 to about 20 carbon 
atoms or mixtures thereof; monomers having a 4-membered 
cyclic ether group such as oxetane, 3,3-bis(chloromethy 
l)oxetane, 3,3-bis(bromomethyl)oxetane, and, 3,3-bromo 
methyl(methyl)oxetane; monomers having a 5 membered 
cyclic ether group such as tetrahydrofuran, tetrahydropyran, 
and 2-methyltetrahydrofuran; and the like. Still other suit 
able monomers include 1,4-dioxane, 1,3-dioxane and 1,3 
dioxalane as Well as trioxane and caprolactone. Apreferred 
polymer is derived from ?uorosubstituted short carbon chain 
oxetane monomers as Will be more fully discussed herein 
beloW. 

[0031] Another class of preferred polymers include the 
various acrylic polymers such as for example, the various 
poly(alkyl acrylates) or the various poly(alkyl methacry 
lates) Wherein the alkyl portion has from 1 to 18 carbon 
atoms With 1 to 4 carbon atoms being preferred and Wherein 
the “meth” group can be substituted by a C2 to C4 alkyl. Still 
other suitable acrylic polymers include the various hydroxyl 
substituted poly(alkyl acrylates) and hydroxy substituted 
poly(alkyl methacrylates) Wherein the alkyl group is as 
noted immediately above. Such polymers generally have 
from about 2 to about 100 repeat units and desirably from 
about 2 to about 10 or 20 or 30 repeat units. The preparation 
of such acrylic polymers is knoWn to the literature and to the 
art. Example of suitable acrylate monomers include ethyl 
acrylate, propyl acrylate, butyl acrylate, hexyl acrylate, octyl 
acrylate, 2-ethylhexyl acrylate, nonyl acrylate, decyl acry 
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late, phenyl acrylate, nonylphenyl acrylate, ethyl methacry 
late, butyl methacrylate, hexyl methacrylate, 2-ethylhexyl 
methacrylate, methoxymethyl acrylate, methoxyethyl acry 
late, ethoxyethyl acrylate, butoxyethyl acrylate, ethoxypro 
pyl acrylate, 2(2-ethoxyethoxy)ethyl acrylate, and the like. 
Especially preferred acrylate monomers include butyl acry 
late, 2-ethylhexyl acrylate, ethyl acrylate, and the like. 
Hydroxyl alkyl acrylates and methacrylates include 
hydroxyethyl and hydroxy propylacrylates and methacry 
lates, and the like, and are also preferred. Examples of still 
other acrylates are set forth in US. Pat. No. 5,055,515, 
hereby fully incorporated by reference. 

[0032] Still another class of polymers are those derived 
from vinyl substituted aromatics having a total of from about 
8 to about 12 carbon atoms such as styrene, alpha-methyl 
styrene, vinyl pyridine, and the like, and copolymers thereof 
such as those made from conjugated dienes having from 4 to 
about 12 carbon atoms such as butadiene, isoprene, and the 
like. The Rf group is generally located on the ring com 
pound. Such polymers can generally have from about 2 to 
about 100 and desirably from about 2 to about 10 or -20 or 
30 repeat units. The preparation of such polymers is knoWn 
to those skilled in the art as Well as to the literature. 

[0033] The polymer can also be a polyester. Polyesters are 
generally made by the condensation reaction of one or more 
dicarboxylic acids, containing a total of from about 2 to 
about 12 carbon atoms and preferably from about 3 or 4 to 
about 10 carbon atoms and include aliphatic as Well as 
aromatic acids, With glycols or polyols having a total of from 
about 2 to about 20 carbon atoms. Polyesters can also be 
made by the ring opening polymeriZation of cyclic esters 
having from 4 to about 15 carbon atoms such as caprolac 
tone, and the like. While numerous types of polyesters exist, 
such as set forth herein beloW, preferred polyesters include 
poly(ethylene terephthalate), poly(butylene terephtalate), 
and the like. The preparation of polyesters is Well knoWn to 
the art and to the literature. 

[0034] The polyamides constitutes another class of poly 
mers Which can be utiliZed. The polyamides are made from 
cyclic amides having a total of from about 4 to about 20 
carbon atoms such as polyamide 4 (polybutyrolactam), 
polyamide 6 (polycaprolactam), polyamide 12 (polylauryl 
lactam), or polyamides made by the condensation reaction 
of a diamine monomer having a total of from about 4 to 
about 15 carbon atoms With a dicarboxylic acid having from 
about 4 to about 15 carbon atoms such as polyamide 6,6 (a 
condensation product of adipic acid and hexamethylenedi 
amine), polyamide 6,10 (a condensation product of sebacic 
acid and hexamethylenediamine), polyamide 6,12, polya 
mide 12,12, and the like With polyamide 6,6, and polyamide 
6,12, being preferred. Such polyamides often have from 
about 2 to about 100 and desirably from about 2 to about 10 
or 20 or 30 repeat units. The preparation of such polyamides 
is Well knoWn to the art and to the literature. Examples of the 
above polyamides as Well as others are set forth in US. Pat. 

No. 5,777,033, Which is hereby fully incorporated by refer 
ence. 

[0035] The polysiloxanes still constitute another class of 
polymers Which can be utiliZed in the present invention. The 
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polysiloxanes are generally made from dihydroxysilane 
Which react With each other by dehydration and dehydro 
chlorination. The side groups of the monomers are generally 
an alkyl having from 1 to about 20 carbon atoms. The 
number of repeat groups of the polysiloxanes is generally 
from about 2 to about 100 and desirably from about 2 to 
about 10 or 20 or 30. The preparation of the polysiloxanes 
is Well knoWn to the art and to the literature. Examples of 
suitable polysiloxanes are set forth in US. Pat. No. 4,929, 
664, Which is hereby fully incorporated by reference. 

[0036] The preparation of polyurethanes generally pro 
ceed in a stepWise manner as by ?rst reacting a hydroxyl 
terminated polyester or polyether With a polyisocyanate such 
as a diisocyanate and optionally, subsequently chain extend 
ing and/or crosslinking the same. The polyether monomers 
of the intermediate can generally have from 2 to about 6 
carbon atoms Whereas the polyester intermediates can be 
made from diols and dicarboxylic acids as noted herein 
above With regard to the preparation of the various polyes 
ters. Suitable diisocyanates generally have the formula 
R(NCO)X Where X equals 2, 3 or 4 With 2 being preferred. 
R can be an aliphatic, an aromatic, or combinations thereof 

having from about 4 to about 20 carbon atoms. Such 
polyurethanes generally have from about 2 to about 100 and 
desirably from 2 to about 10 or 20 or 30 repeat units. The 
preparation of polyurethanes are Well knoWn to the art and 
to the literature. Examples of suitable polyurethanes are set 
forth in US. Pat. No. 4,975,207, Which is hereby fully 
incorporated by reference. 

Poly?uorooxetanes 

[0037] As noted above, desired ?uorine containing poly 
mers are those Wherein the repeat units are obtained from 

cyclic ethers. Polymerization of such ethers generally pro 
ceeds by a cationic or an anionic mechanism. A desired 

?uorine containing polymer of the present invention is an 
oxetane polymer containing ?uorinated side chains. The 
monomers as Well as the polyoxetane oligomers, polymers, 
or copolymers can be prepared in a manner as set forth 

herein beloW, and also according to the teachings of US. 
Pat. Nos. 5,650,483; 5,668,250; 5,668,251; and 5,663,289, 
hereby fully incorporated by reference. The oxetane mono 
mer desirably has the structure. 

0 
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[0038] Which When polymeriZed Will have repeat units: 

[0039] Wherein as noted above, n is an integer from 1 to 
about 3 or to about 6 and Rf, independently, on each 
monomer is a linear or branched, unsaturated, or preferably 
saturated alkyl group of 1 to about 7, or about 10, or about 
15, or about 20 carbon atoms With a minimum of 25, 50, 75, 
80, 85, 90 or 95, or preferably per?uorinated i.e. 100 percent 
of the H atoms of said Rf being replaced by F, and optionally 
up to all of the remaining H atoms being replaced by I, Cl 
or Br. When Rf is desirably a short chain, and has from 1 to 
about 5 or 6 carbon atoms and preferably contains 2, 3, or 
4 carbon atoms. Rf can either contain a linear alkyl group or 
a branched alkyl group. When it is a branched group, the 
main chain contains from 1 to 7 carbon atoms and each 
branch chain can contain up to 3 carbon atoms as Well. R is 
hydrogen, or an alkyl from 1 to 6 carbon atoms With methyl 
or ethyl being preferred. 

[0040] Preferably, the Rf group is present on the monomer 
used to prepare the polymer, but the Rf group can be added 
after the polymer is formed. For example, a typical reaction 
scheme involves the condensation of a commercially avail 
able Rf alcohol With a carboxylic acid group pendant or side 
chain on the polymer backbone. 

[0041] The polymeriZation of the various monomers are 
usually conducted in the presence of an inert solvent, either 
hydrocarbon or a halogenated solvent containing from 1 to 
about 6 carbon atoms With speci?c examples including 
methylene chloride, carbon tetrachloride, trichloroethylene, 
chlorobenZene, dichloroethane, and the like. Polymerization 
is conducted in the presence of a LeWis catalyst such as 
complexes of boron tri?oride, for example BF3.etherate and 
BF3.THF, BF3.THPYRAN, phosphorus penta?uoride, anti 
mony penta?uoride, Zinc chloride, aluminum bromide, and 
the like With BF3.THF being preferred. Suitable nitiators are 
mono or polyhydroxy alcohols containing carbon-?uorine 
bonds or carbon-hydrogen bonds or combinations thereof 
and having from 2 to about 5 carbon atoms such as ethylene 
glycol, butane-1,4-diol, propylene glycol, isobutane-1,3 
diol, pentane-1,5-diol, pentaerythritol, trimethylolpropane, 
and the like, or methanol, etc. 

[0042] The above polymers derived from the noted oxet 
ane monomers generally have the structure set forth in 
formulas 5A and 5B (MOX) if a monoalcohol initiator is 
utiliZed or have the structure as set forth in formulas 3A and 

3B, if a diol initiator is utiliZed 
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[0043] Where n, Rf, and R are as described above. As the 
DP of the polymer increases, the probability increases that 
the polymer Will initiate on both sides of the R1 group of the 
alcohol initiator and thus the right side of Formulas 3A and 
3B Will be a mirror image of the left side except that the DP 
of each side may not be equal. R1 is an alkyl having from 1 
to about 18 carbon atoms and is generally derived from a 
diol used in preparing the polymer. 

[0044] As noted above, polymers of formulas 3A, 3AA, 
3B, and 3BB are obtained by cationic polymeriZation. 

[0045] The average degree of polymeriZation (DP) of 
polyoxetane (polymer) of the ?uorinated polyoxetanes is 
generally from about 1 to about 500, desirably from about 2 
or 3 to about 50 or 100, and preferably from about 4 to about 
10, 20, or 30. 

[0046] While the folloWing representative examples relate 
to the preparation of speci?c FOX (?uorooxetane) mono 
mers, (i.e. mono 3-FOX, mono 7-FOX, and bis 3-FOX). 
Other mono or bis FOX monomers can be prepared in a 

similar manner as set forth in Us. Pat. No. 5,650,483; 
5,668,250; 5,668,251; and 5,663.289, herein fully incorpo 
rated by reference. 

EXAMPLE M1 

A Preparation of 3-FOX Monomer 
3-(2,2,2-Tri?uoroethoxymethyl)-3-Methyloxetane 

Synthesis of the 3-FOX oxetane monomer is 
performed as folloWs: 

[0047] A dispersion of 50 Weight percent (2.8 grams, 58.3 
mmol) sodium hydride in mineral oil, Was Washed tWice 
With hexanes and suspended in 35 milliliters of dimethyl 
formamide. Then, 5.2 grams (52 mmol) of tri?uoroethanol 
Was added and the mixture Was stirred for 45 minutes. A 
solution of 10.0 grams (39 mmol) of 3-hydroxymethyl-3 
methyloxetane p-toluenesulfonate in 15 milliliters of dim 
ethyl formamide Was added and the mixture Was heated at 
75° C.-85° C. for 20 hours, When 1H MNR analysis of an 
aliquot sample shoWed that the starting sulfonate had been 
consumed. 

[0048] The mixture Was poured into 100 milliliters of ice 
Water and extracted With 2 volumes of methylene chloride. 
The combined organic extracts Were Washed tWice With 
Water, tWice With 2 Weight percent aqueous hydrochloric 
acid, brine, dried over magnesium sulfate, and evaporated to 
give 6.5 grams of 3-(2,2,2-tri?uoroethoxymethyl)-3-methy 
loxetane as an oil containing less than 1 Weight percent 
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dimethyl formamide. The yield of this product Was 90 
percent. The oil Was distilled at 30° C. and 0.2 millimeters 
mercury pressure to give 4.3 grams of analytically pure 
3-FOX, corresponding to a 60 percent yield. The analyses of 
the product Were as folloWs: IR (KBr) 2960-2880, 1360 
1080, 990, 840 cm_1; 1H NMR 6 1.33 (s, 3H), 3.65 (s, 2H), 
3.86 (q, J=8.8 HZ, 2H), 4.35 (d, J=5.6 HZ, 2H), 4.51 (d, J=5.6 
HZ, 2H); 13C NMR 6 20.72, 39.74, 68.38 (q, J=40 HZ), 
77.63, 79.41, 124 (q, J=272 HZ). The calculated elemental 
analysis for C7H11F3O2 is: C=45.65; H=6.02; F=30.95. The 
experimental analysis found: C=45.28; H=5.83; F=30.59. 

EXAMPLE M2 

Preparation of 7-FOX Using PTC Process 3-(2,2,3, 
3,4,4,4-1Hepta?uorobutoxymethyl)-3-Methyloxet 

ane 

[0049] A 2 L, 3 necked round bottom ?ask ?tted With a 
re?ux condenser, a mechanical stirrer, a digital thermometer 
and an addition funnel Was charged With 3-bromomethyl 
3-methyloxetane (351.5 g, 2.13 mol), hepta?uorobutan-1-ol 
(426.7 g, 2.13 mol), tetrabutylammonium bromide (34.4 g) 
and Water (85 mL). The mixture Was stirred and heated to 
75° C. Next, a solution of potassium hydroxide (158 g, 87% 
pure, 2.45 mol) in Water (200 mL) Was added and the 
mixture Was stirred vigorously at 80°-85° C. for 4 hours. The 
progress of the reaction Was monitored by GLC and When 
GLC analysis revealed that the starting materials Were 
consumed, the heat Was removed and the mixture Was 
cooled to room temperature. The reaction mixture Was 
diluted With Water and the organic layer Was separated and 
Washed With Water, dried and ?ltered to give 566 g (94%) of 
crude product. The crude product Was transferred to a 
distillation ?ask ?tted With a 6 inch column and distilled as 
folloWs: 

[0050] Fraction #1, boiling betWeen 20° C.-23° C./10 
mm-Hg, Was found to be a mixture of hepta?uo 
robutanol and other loW boiling impurities, Was 
discarded; Fraction #2, boiling betWeen 23° C. and 
75° C./1 mm-Hg, Was found to be a mixture of 
hepta?uorobutanol and 7-FOX, Was also discarded; 
and 

[0051] Fraction #3, boiling at 75° C./1 mm-Hg Was 
>99% pure 7-FOX representing an overall yield of 
80.2% 

[0052] NMR and GLC data revealed that 7-FOX 
produced by this method Was identical to 7-FOX 
prepared using the sodium hydride/DMF process. 

[0053] Example M3 relates to the preparation and prop 
erties of 3,3-bis(2,2,2-tri?uoroethoyxmethyl)oxetane (B3 
FOX). 

EXAMPLE M3 

[0054] Sodium hydride (50% dispersion in mineral oil, 
18.4 g, 0.383 mol) Was Washed With hexanes (2x) and Was 
suspended in DMF (200 mL). Then tri?uoroethanol (38.3 g, 
0.383 mol) Was added dropWise over 45 min While hydrogen 
gas Was evolved. The mixture Was stirred for 30 min and a 
solution of 3,3-bis-(hydroxymethyl)oxetane di-p-toluene 
sulfonate (30.0 g, 0.073 mol) in DMF (50 mL) Was added. 
The mixture Was heated to 75° C. for 64 h When 1H NMR 
analysis of an aliquot shoWed that the starting sulfonate had 
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been consumed. The mixture Was poured into Water and 
extracted With methylene chloride (2><). The combined 
organic extracts Were Washed With brine, 2% aqueous HCl, 
Water, dried (MgSO4), and evaporated to give 17.5 g (100%) 
of 3,3-bis-(2,2,2-tri?uoroethoxymethyl)oxetane as an oil 
containing DMF (<1%). The oil Was puri?ed by bulb-to 
bulb distillation at 42° C.-48° C. (10.1 mm) to give 15.6 g 
(79%) of analytically pure B6-FOX, colorless oil: IR (KBr) 
2960-2880, 1360-1080, 995, 840 cm_1; 1H NMR 6 3.87 (s 
4H), 3.87 (q, J=8.8 HZ, 4H), 4,46 (s, 4H); 13C NMR 6 43.69, 
68.62 (q, J=35 HZ), 73.15, 75.59, 123.87 (q, J=275 HZ); 19F 
NMR 6-746 Anal. Calcd, for C9H12F6O3; C,38.31;H, 
4.29; F, 40.40. Found: C, 38.30; H, 4.30; F, 40.19. 

EXAMPLE M4 

Anhydrous Preparation of 9-FOX Monomer 

[0055] 

Weight Mole 
Material Scale (S x Ratio) g MW mmoles Ratio 

nona?uorohexanol 1000 1000.00 264.09 3786.59 1.00 
BrMMO 656.11 165.02 3975.91 1.05 
18-croWn-6 25.00 322.37 77.55 0.020 
KOH (86%) 271.71 56 10 4165.25 1.10 
5% ammonium 615.70 18 01 34186.56 9.03 
chloride 
Water 588.10 18.01 32654.08 8.62 
Theoretical 1311.1 

Yield, (g) 
Expected Yield, 983.3 
10W (g) 
Expected Yield, 1245.5 
high (#9 
Solids Loading, % 67.1 

ml 

Volume after 1,440.8 
KOH addn. 
Volume after 2056.5 
quench 
Volume after 1185.5 
phase split 
Volume after Wash 1773.6 

[0056] A 3 liter 3-necked round-bottomed ?ask Was 
equipped With a mechanical stirrer, nitrogen inlet and outlet, 
temperature probe, dean-stark trap, and re?ux condenser. 
Nona?uorohexanol (1000 grams, 3.78 moles), BrMMO 
(656.11 grams, 3.97 moles), 18-croWn-6 (25.00 grams) and 
200 ml hexane Were added, and the solution Was alloWed to 
heat to 79° C. Ground solid Potassium hydroxide (271.71 
grams, 86%, 4.16 mmol) Was added over 90 minutes, While 
removing Water using the dean stark trap. The reaction Was 
alloWed to stir for 2 hours, While Water Was removed 
continuously. After 2 hours, 43.53 grams of Water had been 
remove, or 64%, and the reaction Was short on BrMMO, so 
65 g (7% additional) and 24.7 grams potassium hydroxide 
(0.1 equivalents) Was added. After an additional 20 minutes, 
60.21 grams of Water, or 88% had been removed, so the 
reaction Was ?ltered to remove salts, and Washed With Water 
The hexane monomer solution Was distilled under vacuum, 
27.5 in Hg, 600 C.-120° C. monomer-BrMMO-nona?uoro 
hexanol aZeotrope, 9-FOX monomer 125° C. 983.25 grams 
of 9-FOX monomer, 75% yield. 
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[0057] A copolymer of tWo or more FOX monomers can 
be synthesiZed to produce desirable products. Additionally, 
copolymers With non-?uorinated cyclic ethers can be pre 
pared, preferably With oxetane and/or tetrahydrofuran (THF) 
monomers. 

[0058] As noted, preparation of polymers or copolymers 
from the ?uorinated oxetane monomers described herein can 
be made in accordance With US. Pat. Nos. 5,650,483; 
5,668,250; 5,668251; or 5,663,289; hereby fully incorpo 
rated by reference. 

EXAMPLE P1 

HomopolymeriZation of 3-FOX 
3-(2,2,2-Tri?uoroethoxymethyl)-3-methyloxetane 

[0059] A solution of 34.3 milligrams (0.38 mmol) of 
butane-1,4-diol and 109.7 milligrams (0.77 mmol) of boron 
tri?uoride etherate in 4 grams of methylene chloride Was 
stirred at ambient temperature for 15 minutes under nitrogen 
in a dry polymeriZation ?ask. The solution Was cooled to 
15° C. and a solution of 1.20 grams (6.52 mmol) of 
3-(2,2,2-tri?uoroethoxymethyl)-3-methyloxetane in 1.3 
grams of methylene chloride Was added. The resultant 
solution Was stirred for 5 hours at 1°-2° C. at Which time 1H 
NMR analysis of an aliquot indicated that the starting 
oxetane had been consumed. The solution Was Warmed to 
ambient temperature and quenched With Water. The organic 
layer Was Washed With brine, 2 Weight percent aqueous 
hydrochloric acid, and evaporated to give 1.053 grams of 
poly-3-(2,2,2-tri?uoroethoxymethyl)—3-methyloxetane as an 
oil, corresponding to a 88 percent yield. The polymer 
analyses Were: DSC Tg —45° C., decomposition temperature 
Was greater than 200° C.; GPC Mn=7376, MW=7951, poly 
dispersity 1.08, inherent viscosity 0.080 dL/g; Equivalent 
Weight by 1H NMR=6300; 1H NMR 80.95 (s, 3H), 3.26 (m, 
4H), 3.52 (s, 2H) 3.84 (q. 2H); 13C NMR 517.57, 42.09, 
69.30 (q, J=33 HZ), 74.42, 75.90, 125.18 (q, J=280 HZ). 

EXAMPLE P2a-3-FOX AND P2b-5-FOX 

Synthesis of 
poly(3-tri?uoroethoxymethyl-3-methyloxetane), 2a 

and 
poly(3-penta?uoropropoxymethyl-3-methyloxetane)2b 

[0060] A three-necked, 125 mL jacketed vessel With 
heater/chiller bath, thermometer, stir bar, condenser, addi 
tion funnel and inert gas inlet and outlet is charged With 
dried neopentyl glycol (329.92 g, 3.17 mol), BF3.THF 
(177.26 g, 1.27 mol) catalyst and CH2Cl2 (1.86 Kg, 21.84 
mol) solvent. The neopentyl glycol Was dried by dissolution 
in toluene and removing solvent under reduced pressure. 
The initiator and catalyst solution Was alloWed to stir for 30 
minutes at room temperature under a positive pressure 
nitrogen purge. Monomer 2a (3.50 Kg, 19.01 mol) Was then 
added to the catalyst/initiator solution at a rate 50 g/min 
using a pump While maintaining the reaction temperature at 
35:10° C. The reaction Was alloWed to stir for 2 hours. Extra 
CH2Cl2 Was added (2.8 Kg, 32.97 mol). Residual BF3.THF 
Was removed by Washing With 2.5 Wt % sodium bicarbonate 
and a Water rinse at 40° C. Solvent Was then removed under 
reduced pressure at 80° C. Polymer 2a Was obtained as a 
clear, viscous liquid in 95%+yield. Degree of polymeriZa 
tion Was determined using 1H NMR spectroscopic analysis 



US 2003/0109662 A1 

and found to be 7. Polydispersity Was determined using GPC 
and found to be 1.54. Polymer 2b Was prepared similarly in 
95%+% yield. For 2a: 1H NMR (CDCl3): 0.86-0.92 CH3, 
3H), 3.20 (backbone-CH2—, 4H), 3.43-3.44 (—CH2O—, 
2H), 3.81-3.93 (—OCH2—, 2H). 13C NMR (CDCl3) 17.1 
17.3 (—CH3), 41.0-41.4 (backbone-C—), 69.0 (—OCH2—, 
q, J19F713C=43 HZ), 75.3-75.5 (ring-CH2—), 76.0 
(—CH2O—), 124.1 (—CF3, q of t, J19F713C=350 HZ, J1H713C= 
6.3 HZ). For 2b: 1H NMR (CDCl3) 0.86-0.92 CH3H), 3.20 
(backbone-CH2—, 4H), 3.43-3.44 (—CH2O—, 2H), 3.81 
3.93 (—OCH2—, 2H). 13C NMR (CDCl3): 17.0-17.3 
(—CH3), 41.0-41.4 (-backbone-C—), 68.2 (—OCH2—, d of 
t, J19F713C=63 and 31 HZ), 75.5 (—CH2O—), 73.8-74.1 
(backbone-CH2—), 113.2 (—CF2—, tof q, J19F713C=502 and 
352 HZ), 118.8 (—CF3, q of t, J19F713C=502 and 314 HZ). 

EXAMPLE P3 
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monomers can be used. The polyoxetane copolymer can be 
made from comonomers such as cyclic ethers having total of 
from 2 to about 5 carbon atoms in the ring, for example an 
epoxy (oxirane) functionality such as epichlorohydrin, pro 
pylene oxide, ethylene oxide, butyl glycidylether, and per 
?uorooctyl propylene oxide as Well as alkyl substituted 
oxiranes having from 1 to about 20 carbon atoms or mixtures 
thereof; monomers having a 4-membered cyclic ether group 
such as 3,3-bis(chloromethyl)oxetane, 3,3-bis(bromomethy 
l)oxetane, and, 3,3-bromo methyl(methyl)oxetane; mono 
mers having a 5 membered cyclic ether group such as 
tetrahydrofuran, tetrahydropyran, and 2-methyltetrahydro 
furan; and the like. Still other suitable monomers include 
1,4-dioxane, 1,3-dioxane and 1,3-dioxalane as Well as tri 
oxane and caprolactone. The number of alkyl substituted 
carbon atoms substituted on any ring carbon atom is from 1 
to about 20. The amount of the comonomer is from about 

[0061] 0.1% to about 99% by Weight, desirably from about 1.5% to 

Synthesis of Poly-9-FOX diol, DP 4 

Weight 
(S x Ratio) Mole 

Compound Scale G MW Moles Ratio 6 ml 

9-FOX 500.0 500.000 348.21 1.44 20.00 1.150 434.8 
Methylene Chloride 265.000 84.93 3.12 43.46 1.330 199.2 
Neopentyl Glycol 37.388 104.15 0.36 5.00 1.017 36.8 
BF3THF 10.044 139.90 0.07 1.00 1.268 7.9 
Methylene Chloride 400.000 84.93 4.71 65.60 1.330 300.8 
5% sodium bicarbonate 250.00 84.01 0.149 2.07 1.000 250.0 
Water 425.000 18.01 23.60 328.68 1.000 425.0 
Desired Dp 4 
Theoretical Yield (g) 542.56 
Expected Yield, LoW (g) 488.31 
Expected Yield, High (g) 515.44 
Solids Loading, % 66.78% 
Max Wt % BF3THF 1.85% 
(incorporated as THE) 

ml 

Initial Volume 678.71 
Volume after quench, ml 1404.47 
Volume after Wash, ml 1404.47 

[0062] A 2 liter 3-necked reaction ?ask equipped With a 
magnetic stirrer, Monomer addition funnel, nitrogen inlet 
and outlet, temperature probe and re?ux condenser Was 
alloWed to equilibrate at 25° C. The reactor Was charged 
With 265 grams of methylene chloride, neopentyl glycol 
(37.39 g, 360 mmol), and boron tri?uoride tetrahydrofuran 
complex (10.04 gl, 71.76 mmol). The reaction mixture Was 
alloWed to stir for 30 minutes. 9-fox monomer (500 grams, 
1,436 mmol) Was added over 1 hour. The temperature 
reached 31.2 With no induction period. The temperature 
reached a maximum of 37° C. The reaction Was alloWed to 
stir for 2 hours. Additional methylene chloride Was added 
(400 grams) and the solution Was then Washed With 250 ml 
5% sodium bicarbonate and 425 ml Water to remove the 
boron tri?uoride tetrahydrofuran complex. The solution Was 
then dried With magnesium sulfate, and the solvent Was 
removed. PolyFOX N Dp 4.2 (513.1 grams) Was isolated. 

[0063] While a polyoxetane homopolymer is preferred, 
optionally a copolymer derived from one or more different 

about 50% by Weight, and preferably from about 2% to 
about 10% by Weight based upon the total Weight of the one 
or more comonomers and the ?uorooxetane monomers. A 

preferred copolymer is made from tetrahydrofuran. 

EXAMPLE CP (FOX-THE) 

An Example of Preparing a poly-FOX-THF 
Copolymer is as folloWs: 

[0064] A 10 L jacketed reaction vessel With a condenser, 
thermocouple probe, and a mechanical stirrer Was charged 
With anhydrous methylene chloride (2.8 L), and 1,4-butane 
dioi (101.5 g, 1.13 moles). BF3THF (47.96 g, 0.343 moles) 
Was then added, and the mixture Was stirred for 10 minutes. 
A solution of 3-FOX, 3-(2,2,2-tri?uoroethoxyl-methyl)-3 
methyloxetane, made in accordance With US. Pat. Nos. 
5,650,483; 5,668,250; 5,663,289; or 5,668,251, (3,896 g. 
21.17 moles) in anhydrous methylene chloride (1.5 L) Was 
then pumped into the vessel over 5 hours. The reaction 
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temperature Was maintained between 38 and 42° C. through 
out the addition. The mixture Was then stirred at re?ux for 
an additional 2 hours, after Which 1H NMR indicated >98% 
conversion. The reaction Was quenched With 10% aqueous 
sodium bicarbonate (1 L), and the organic phase Was Washed 
With 3% aq. HCl (4 L) and With Water (4 L). The organic 
phase Was dried over sodium sulfate, ?ltered, and stripped of 
solvent under reduced pressure to give 3,646 g (91.2%) of 
title glycol, a clear oil. NMR: The average degree of 
polymeriZation (DP) Was determined by end group anaylsis. 
The hydroxl functional end groups Were reacted With trif 
luoroacetic anhydride at room temperature and the deriva 
tive compound characteriZed by 1H-NMR spectroscopy. The 
degree of polymeriZation Was calculated by the ratio of the 
area of the methyl resonance and the area of terminal 
methylene. The DP Was 15.2 Which translates to an 1<: 
equivalent Weight of 2804. The THF content of this glycol, 
as determined by 1H NMR, Was 2.5% Wt THF (6.2% mole 
THF). This example Was included to teach hoW to polymer 
iZe partially ?uorinated oxetane polymers. 

[0065] Copolymer Formation 
[0066] The above-noted ?uorinated oxetane oligomers, 
polymers, or copolymers can subsequently be reacted With 
another polymer and/or curing agent to form a copolymer or 
a cured polymer or a cured copolymer. Examples of suitable 
monomers forming a copolymer include the above noted 
monomers such as the various cyclic ethers, the various 
acrylic monomers, the various vinyl substituted aromatic 
monomers, the various polyester forming monomers, the 
various polyurethane forming monomers, or the various 
polyamide forming monomers, or the various siloxane 
monomers, all of Which are hereby fully incorporated by 
reference. The various curing or crosslinking agents are 
knoWn to the literature and to the art and include the various 
amino resins as set forth herein beloW. These copolymer 
forming monomers and/or curing agents are reacted With the 
Wetting, or ?oW, or leveling agents subsequent to formation 
thereof. 

Poly(Fluorooxetane-Ester) Copolymers 
[0067] As noted above, copolymers of the polyoxetane 
With another monomer or polymer can be made. Preparation 
of various polyoxetane-ester copolymers and desirable 
block copolymers are set forth in US. application Ser. No. 
09/035,595, ?led Mar. 5, 1998; Ser. No. 09/244,711, ?led 
Feb. 4, 1999; Ser. No. 09/384,464, ?led Aug. 27, 1999; Ser. 
No. 09/698,554, ?led Oct. 27, 2000, and Ser. No. 10/091,754 
?led Mar. 6, 2002, Which are hereby fully incorporated by 
reference. A desired copolymer is that of an oxetane and an 
ester. The polyester can be preformed and reacted With the 
polyoxetane or formed in situ by reacting ester forming 
monomers With the polyoxetane. HoWever, it is highly 
desirable to prereact, endcap, the hydroxyl terminated ?u 
orinated polyoxetane polymer, or as copolymer, (polyoxet 
ane block) With a polycarboxylic acid or anhydride thereof 
for ease of incorporation of the ?uorinated moiety into a 
polyester via an ester linkage. This route increases the rate 
of incorporation, and generally the percentage of ?uorinated 
polyoxetane that is incorporated into the polyester or other 
polymer Subsequent thereto, the polyester block can be 
formed. Such block copolymers can then be cured utiliZing 
amino resins. 

[0068] A preferred route to form the ester linkage is to 
react the hydroxyl terminated partially ?uorinated polyox 
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etane With at least 2 moles of a carboxylic acid from a 
polycarboxylic acid having from 3 to 10 or 30 carbon atoms 
such as malonic acid, or succinic acid, or glutaric acid, or 
adipic acid, or pimelic acid, or maleic acid, or fumaric acid, 
or cyclohexane dioic acid, and the like, an anhydride, 
thereof, per equivalent of hydroxyl groups from any polyol 
component under conditions effective to form an ester 
condensation product from the hydroxyl group of the poly 
oxetane and the carboxylic acid group of the polycarboxylic 
acid or its anhydride. More desirably, the equivalents of 
carboxylic acid groups are at least 2.05 or 2.1 equivalents. 
The reaction temperature is generally from about 110 to 
about 275° C. and desirably from about 215° C. to about 
250° C. In a preferred embodiment, the amount of non 
?uorinated polyol is small or Zero to force the carboxylic 
acid groups to react With the hydroxyl group of the partially 
?uorinated polyoxetane. Desirably, the equivalents of 
hydroxyls from non-?uorinated polyols are less than 0.5, 
more desirably less than 0.2 and preferably less than 0.1 per 
equivalent of hydroxyls from the partially ?uorinated poly 
oxetane until after at least 70, 80, 90, or 95 mole percent of 
the hydroxyl groups of the polyoxetane are converted to half 
esters With the polycarboxylic acid. It is also acknoWledged 
that the percentage of the polymer With said oxetane repeat 
ing units and the oxetane repeating units themselves may not 
be uniformly distributed through the bulk of the polyester. 
Said oxetane repeating units are usually disproportionately 
present at the surface of the coating due to the loW surface 
tension of those repeat units. The amount of surface ?uorine 
groups can be determined by XPS (x-ray photoelectron 
spectroscopy). 
[0069] The polyester resins are made by a condensation 
polymeriZation reaction in the presence of heat and usually 
a catalyst With polycarboxylic acids or anhydrides thereof 
and polyols. Alternatively, internal or cyclic esters can be 
utiliZed containing a total of from about 4 to about 15 carbon 
atoms such as caprolactone. Reaction temperatures gener 
ally range from about 110° C. to about 275° C., and 
desirably from about 215° C. to about 250° C. With suitable 
catalysts being such compound as dibutyl tin oxide and the 
like. Reaction temperatures of the cyclic esters are generally 
loWer, such as from about 10° C. or 20° C. to about 30° C. 
or 50° C. or 100° C. Preferred polycarboxylic acids are the 
dicarboxylic acids and their anhydrides. Fatty monobasic 
oils or fatty acids, monohydroxy alcohols and anhydrides 
can be present. The polyester may contain active hydrogen 
atoms, e.g., carboxylic acid groups and/or hydroxyl groups 
for reaction With the amino resin or can contain unsaturation 
for crosslinking by another mechanism such as copolymer 
iZation With ethylenically unsaturated monomers. Examples 
of some acids to use to form the alkyd resin or reactive 
polyester are adipic acid, cyclohexane dioic acid, aZelaic 
acid, sebacic acid, terephthalic acid, isophthalic acid, 
phthalic anhydride, and so forth. Generally the aliphatic 
carboxylic acids have from about 3 to about 10 carbon 
atoms. Other carboxylic acids such as carbonic acid or 
phosgene may be used in lieu of carboxylic acids under 
appropriate conditions. The aromatic carboxylic acids gen 
erally have from about 8 or 10 to about 25 or 30 carbon 
atoms. The polyhydric alcohols (polyols) generally have 
from about 2 to about 20 carbon atoms and from about 2 to 
about 5 hydroxyl groups. Polymeric polyols such as formed 
from the polymeriZation of cyclic alkylene oxides may be 
used as a portion or all of the polyhydric alcohol. Polymeric 
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polyols generally have number average molecular Weights 
from 100 to 5,000 or 10,000. Examples of some polyhydric 
alcohols include ethylene glycol, propylene glycol, diethyl 
ene glycol, dipropylene glycol, glycerine, butylene glycol, 
2,2-dimethyl-1,3-propanediol, trimethylol propane, 1,4-cy 
clohexanedimethanol, pentaerythritol, trimethylolethane 
and the like. Mixtures of the polyols and polycarboxylic 
acids can be used. An example of a suitable reactive poly 
ester is 11 the condensation product of trimethylol propane, 
2,2-dimethyl-1,3-propanediol, 1,4-cyclohexanedimethanol, 
isophthalic acid or phthalic anhydride, and adipic acid, 
hereinafter “VR-248 resin”. Mixtures of these reactive poly 
esters (alkyd resins) can be used. Alkyd resins are Well 
knoWn as shoWn by the “Encyclopedia of Polymer Science 
and Technology,” Vol. 1, 1964, John Wiley & Sons, Inc., 
pages 663-734; “Alkyd Resins,” Martens, Reinhold Publish 
ing Corporation, NeW York, 1961 and “Alkyd Resin Tech 
nology,” Patton, Interscience Publishers, a division of John 
Wiley and Sons, NeW York, 1962. Some unsaturated poly 
carboxylic acids and unsaturated polyols may be used in the 
condensation reaction. 

[0070] The polyester segments of the polyester may also 
be polymeriZed from cyclic ethers typically containing 2 or 
3 or 4 carbon atoms in the ring and an anhydride (eg an 
unsaturated anhydride) using double metal complex cyanide 
catalysts. These polyesters can be used With a carboxylic 
half ester functionaliZed polyoxetane because of the occur 
rence of ester interchange reactions Whereby polyester poly 
mers cleave to form carboxylic acid and hydroxyl end 
groups and then couple With other polyester fragments via 
an ester linkage. Generally any cyclic oxide can be utiliZed 
such as 1,2-epoxides, oxetanes, and the like, With the cyclic 
ether having a total of up to 18 carbons atoms, as for 
example 2 carbon atoms in the ring and up to 16 carbon 
atoms in the side chains. Such cyclic oxide monomers can 
also contain one or more aliphatic double bonds. Generally 
?ve-member unsaturated cyclic anhydrides are preferred, 
especially those having a molecular Weight betWeen 98 and 
400. Mixed anhydrides can be used. Anhydrides include 
phthalic, itaconic, nadic etc. Halogenated anhydrides can 
also be used. Such polyesters are knoWn to the art and 
described in US. Pat. No. 3,538,043 Which is hereby 
incorporated by reference. 

[0071] The number average molecular Weight of the poly 
ester polymer or block, Whether preformed, or formed in 
situ, is desirably from about 100 to about 5,000 or 20,000. 
It is understood that in all these reactions, the possibility 
exists that some of the polyester molecules Will not include 
any polyoxetane. The polyester compositions of the present 
invention can be formed by reacting the ester forming 
monomers in the presence of a derivative of the above noted 
?uorinated polyoxetane polymer, or copolymer Which con 
tains an ester linkage derived from the reaction of a poly 
carboxylic acid or anhydride With the ?uorooxetane. Alter 
nativexy, a preformed polyester can be formed Which is then 
reacted With the ?uorinated polyoxetane polymer, or copoly 
mer containing the noted ester linkage. In other Words, the 
polyester can be formed or derived or polymeriZed in the 
presence of the poly?uorooxetane derivative or it can be 
initially polymeriZed and subsequently reacted as through a 
hydroxyl end group With a polyoxetane having the ester 
linkage thereon. 
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[0072] The amount of ?uorinated polyoxetanes in said 
polyester is desirably from about 0.05 or 0.1 or 0.2 to about 
10, 15 or 50 Weight percent based on the Weight of the 
polyester including the polyoxetane portion. The polyester 
can be diluted With other components (including non-?u 
orinated polyesters) While preparing a coating or other 
polymer composition. The repeating units from a polyester 
are desirably from about 50 to about 99.8 Weight percent of 
the polyester and polyoxetane and more desirably from 
about 85 or 90 to about 99 Weight percent. 

[0073] Additionally other conventional additives may be 
formulated into the polyester-polyoxetane composition for 
particular applications. Examples include viscosity modi? 
ers, antioxidants, antioZonants, processing aids, pigments, 
?llers, ultraviolet light absorbers, adhesion promoters, emul 
si?ers, dispersants, solvents, crosslinking agents, etc. 

[0074] Since the poly(?uorooxetane-ester) copolymers 
described hereinabove generally contain a hydroxyl end 
group or can be formulated to readily contain such an end 
group, they can be utiliZed With such a polar group thereon. 
Alternatively, they can be reacted With various compounds 
to produce an anionic, cationic, nonionic, or amphoteric end 
groups in a manner as set forth hereinabove, and hereby 
fully incorporated by reference. Such poly(?uorooxetane 
ester) copolymers containing one or more polar groups 
thereon, and often tWo polar groups, can be utiliZed as 
Wetting agents, or How agents, or leveling agents for various 
uses as set forth herein beloW. The ester portion of the 
poly(?urooxetane-ester) copolymers Will generally act as a 
compatibiliZing agent for the ?urooxetane portion of the 
copolymer and improve solubility as Well as incorporation 
into various other polymers. Such copolymers can act as a 
non-fugitive Wetting, or ?oW, or leveling agent. 

[0075] Various poly?uorooxetane-polyester copolymers 
Were made in the folloWing manner. 

EXAMPLE CP-I 

[0076] TWo different hydroxyl terminated ?uorinated 
polyoxetane-THE copolymers Were made in a manner as set 

forth in Example CP to prepare four different polyester 
materials. The ?rst polyoxetane had 6 mole % repeating 
units from tetrahydrofuran (THF) With the rest of the poly 
mer being initiator fragment and repeating units from 
3-FOX Where n=1, Rf is CF3, and R is CH3. The number 
average molecular Weight of the ?rst polyoxetane Was 3400. 
The second polyoxetane had 26 mole % of its repeating units 
from tetrahydrofuran With the residual being the initiator 
fragment and repeating units from 3-FOX. 3-FOX is also 
knoWn as 3-(2,2,2-tri?uoroethoxylmethyl)-3-methyloxet 
ane. 

EXAMPLE CP-II 

(Fox—Polyester Copolymers) 

[0077] The ?rst and second ?uorinated oxetane polymers 
of Example CP-I Were reacted With at least a 2 equivalent 
excess (generally 2.05-2.10 excess) of adipic acid in a 
reactor at 455° F. for 3.5 hours to form a polyoxetane having 
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the half ester of adipic acid as end groups. This half ester 
linkage Will serve to chemical bond the polyoxetane to a 
subsequently in-situ formed polyester. In other Words, this 
polyoxetane has a preformed ester linkage. NMR analysis 
Was used to con?rm that substantially all the hydroxyl 
groups Were converted to the ester groups. The average 
degree of polymeriZation of the ?rst oxetane polymer Was 
reduced from 18 to 14 during the reaction With adipic acid. 
The average degree of polymeriZations of the second oxet 
ane polymer remained at 18 throughout the reaction. The 
reactants Were then cooled to 300° F. 

[0078] The adipic acid functionaliZed polyoxetane Was 
then reacted With additional diacids and diols to form 
polyester (VR-248) blocks. The diacids Were used in 
amounts of 24.2 parts by Weight of adipic acid and 24.5 parts 
by Weight of isophthalic acid. The diols 2a Were used in 
amounts of 20.5 parts by Weight cyclohexanedimethanol, 
14.8 parts by Weight neopentyl glycol, and 16.0 parts by 
Weight trimethylol propane. The relative amounts of the 
adipate ester of the oxetane polymer and the polyester 
forming components Was adjusted to result in polyesters 
With either 2 or 4 Weight percent of partially ?uorinated 
oxetane repeating units. The reactants Were reacted in the 
same pot used to react the adipic acid but the reaction 
temperature Was loWered to 420° F. The reaction time Was 
continued until the calculated amount of Water Was gener 
ated. The ?nished batch siZes Were from 20 to 30 gallons. 

EXAMPLE CP—I 

(Fox-Caprolactone Copolymers) 
[0079] This example relates to the reaction of caprolactone 
monomers in the presence of a ?uorinated polyoxetane to 
generally form a block ?uorinated polyoxetane-ester 
copolymer. The copolymer can contain a hydroxyl end 
group. HoWever, inasmuch as the copolymer contains a 
lactone group, the same can be modi?ed in a manner set 
forth hereinabove to contain other polar groups, for example 
an anion, or a cation, or both, or a nonionic, thereby 
rendering the copolymer more Water soluble. 
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[0080] To a 250 mL 3-necked round bottomed ?ask Was 
added neopentyl glycol (2.81 grams, 0.03 moles), 53 mL 
methylene chloride, and BF3THF (1.51 g, 0.01 moles). 
3-FOX monomer (100 g, 0.54 moles) Was added dropWise 
over 40 minutes. After tWo hours, proton-NMR analysis 
indicated polymeriZation of the 3-FOX monomer Was com 

plete With a degree of polymeriZation of 19.14. Caprolactone 
monomer (54 grams, 0.47 moles) Was added dropWise over 
25 minutes. The reaction mixture Was then alloWed to stir for 
120 hours at 25° C. 80 grams of methylene chloride Was then 
added, and the copolymer solution Was Washed With Water 
until a neutral pH Was obtained. Final yield Was 141.15 
grams, the FOX-caprolactone degree of polymeriZation Was 
15.85, and the hydroxyl equivalent Weight Was 2717.4. 

[0081] As noted above, the various ?uorinated polar group 
containing polymers of the present invention act as a ?oW, 
or a leveling, or a Wetting agent. Desirably they are incor 
porated or tied up, in other Words bound to another polymer 
as in the form of a copolymer or the like to prevent the 
?uorinated polymer from being fugitive, able to leach out, or 
otherWise be released from a composition such as a coating 
composition or any other composition Wherein a plurality of 
compounds are contained. Other than being in the form of a 
copolymer, they can be cured after effectively serving as a 
?oW, or leveling, or Wetting agent and formed into a ?nal 
product such as a coating, a laminate Wherein the ?uorinated 
polymer is contained on a substrate, or other article. The 
folloWing thus relates to a curing poly(?uorooxetane-ester) 
copolymers Which can contain a polar group thereon. 

Cured Poly(Fluorooxetane-Ester) Copolymers 

[0082] As noted above, the polyoxetane-ester copolymer 
can be cured utiliZing amino resins. Amino resins generally 
include alkylated benZoguanamine-formaldehyde, alkylated 
urea-formaldehyde, or preferably alkylated melamine-form 
aldehyde resin Where the alkyl group contains from 1 to 6 
carbon atoms. Mixtures of these resins can be used. These 
amino resins are Well knoWn and include those set forth in 
“Aminoplastics,” Vale et al, lliffe Books Ltd., London, 1964; 

PREPARATION OF A OXETANE CAPROLACT ONE (ESTER) COPOLYMERS 

Mole 
Compound Scale Ratio MW Moles Ratio d (g/mL) mL 

3-FOX 100.0 1.0 184.15 0.54 50.34 1.150 87.0 
Caprolactone 0.54 114.14 0.47 43.86 0.886 60.9 
Methylene Chloride 0.53 84.93 0.62 57.85 1.330 39.8 
Neopentyl glycol 0.02812 104.15 0.03 2.50 1.017 2.8 
BF3THF 0.015092 139.90 0.01 1.00 1.268 1.2 
Methylene Chloride 0.8 84.93 0.94 87.32 1.330 60.2 
Water 0.43 18.01 2.39 221.32 1.000 43.0 
Water 0.85 18.01 4.72 437.50 1.000 85.0 
Theoretical Yield (g) 156.81 
Expected Yield, LoW (g) 141.13 
Expected Yield, High (g) 148.97 
Solids Loading, % 47.32 

mL 

Initial Volume 191.71 
Volume after quench, ml 294.86 
Volume after Wash, mL 336.86 
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“Amino Resins,” Blair, Reinhold Publishing Corporation, 
NeW York, 1959, “Modern Plastics Encyclopedia 1980 
1981,” pages 15, 16 and 25 and “Encyclopedia of Polymer 
Science And Technology,” John Wiley & Sons, Inc., Vol. 2, 
1965, pages 1 to 94. 

[0083] These materials are desirably cured at temperatures 
of at least 1500 E, 200° F, 250° F. or 400° F. or more (66° 
C., 93° C., 121° C., or 204° C.) for effective times in the 
presence of a minor amount by Weight of an acidic catalyst 
such as boric acid, phosphoric acid, acid sulfates, hydro 
chlorides, phthalic anhydride or acid, oxalic acid or its 
ammonium salts, sodium or barium ethyl sulfates, aliphatic 
or aromatic sulfonic acids such as p-toluene sulfonic acid 
(preferred), methane sulfonic acid and the like. It is impor 
tant that properties such as stain resistance imparted by the 
polyester and amino resin containing repeat units derived 
from an oxetane monomer having pendant ?uorinated 
groups be optimiZed by controlling things such as glass 
transition temperature, crosslink density and the presence of 
molecules that may act as plasticiZers or other molecules 
that may transport or attract staining molecules in the 
coating. Prior to curing ?attening agents or other additives 
can be added to the mixture of the reactive polyester and 
amino resin. 

[0084] The amount of the various components in the 
coating Will be generally speci?ed in relationship to 100 
parts by Weight of the polyester-oxetane resin and the amino 
resin crosslinking agent. The Weight ratio of polyester 
oxetane resin (neat) to amino resin (neat) can vary Widely 
but desirably is from about 10:90 to 190:10 and more 
desirably from about 20:80 to 80:20; or 70:30 to 30:70, or 
60:40 to 40:60. Generally, it is more desirable to match the 
moles of reactive groups on the polyester-oxetane to Within 
10% to 20% to the number of moles of reactive groups on 
the amino resin. The number of moles of reactive groups can 
be determined by dividing the Weight of the component by 
the equivalent Weight for the component. The term “neat” 
after polyester-oxetane and amino resin does not exclude 
using polyesters and amino resins that are received dissolved 
in solvents or dispersed in Water but rather speci?es that the 
amount used is to be recalculated based on the Weight 
Without the solvent. For the purposes of this disclosure no 
distinction Will be made Whether the amino resin crosslinks 
the polyester resin or vice versa. 

[0085] The amount of carriers and/or solvent(s) in the 
coating composition can vary Widely depending on the 
coating viscosity desired for application purposes, and solu 
bility of the components in the solvent. The solvent(s) can be 
any conventional solvent for polyester-amino resin systems. 
These carriers and/or solvents include but are not limited to 
Water, alkyl alcohols of 1 to 10 carbon atoms, ketones of 
from 3 to 15 carbon atoms e.g. methyl ethyl ketone or 
methyl isobutyl ketone, alkylene glycols and/or alkylene 
glycol alkyl ethers having from 3 to 20 carbon atoms, 
acetates and their derivatives, ethylene carbonate, etc. Illus 
trative US. patents of the carrier and/or solvent systems 
available include US. Pat. Nos. 4,603,074; 4,478,907; 
4,888,381 and 5,374,691 hereby incorporated by reference 
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for their teachings both of carriers and/or solvent systems 
and of polyesters and amino resins. While most acetate type 
solvents can be used, eg n-butyl acetate, a preferred solvent 
is n-propyl acetate. The amount of solvent(s) can desirably 
vary from about 20 parts by Weight to about 400 parts by 
Weight per 100 parts by Weight of total polyester resin and 
amino resin. 

[0086] The amount of catalyst is an amount that effec 
tively catalyZes the mutual crosslinking of the polyester and 
amino resins under the crosslinking conditions chosen (usu 
ally elevated temperatures). As the crosslinking temperature 
increases above 150° F, 200° F, 250° F. or 400° F. (66° C., 
93° C., 121° C. or 204° C.) the amount of catalyst can be 
reduced. Effective amounts of catalyst can vary from about 
0.1, 0.5 or 1 to about 6 or 8 parts by Weight and preferably 
from about 2 or 3 to about 6 parts by Weight per 100 parts 
by Weight total of said polyester and amino resins. 

[0087] The poly(oxetane-THF-ester) of Example CP II 
Was cured in. a manner as folloWs. 

EXAMPLE CP-IV 

[0088] The four polyesters (2 or 4 Wt. % oxetane and 6 or 
26 mole percent of the polyoxetane being repeating units 
from THE of Example CP-ll) Were formulated into solvent 
based coating compositions as shoWn in Table 1. The 
Resimene 747 resin is an amino resin curative (alky 
lmelamine-formaldehyde) for polyester resins. The PTSA is 
paratoluene sulfonic acid catalyst (40 Wt. % active in iso 
propanol). The coating compositions varied in the amount of 
polyoxetane in the polyester, the amount of tetrahydrofuran 
repeating units in the polyoxetane, and the Weight ratio of 
Resimene to polyester. The coating compositions Were 
applied to plasticiZed polyvinyl chloride substrate in a 
conventional manner Without any intermediate tie coat. The 

coatings Were cured by heating to approximately 240° F. 
(116° C.) for about one minute. 

TABLE I 

Sample Sample Sample Sample Sample 
Components 1 2 3 4 5 

n-propyl acetate 8.3 8.3 8.3 8.3 8.5 
THE 0.925 10.9 10.9 10.9 10.9 
Polyester having 2 Wt. % 18.95 0 0 0 16.8 
of 1st oxetane 

(6 mol % THF) 
Polyester having 4 Wt. % 0 0 0 18.95 0 
of 1st oxetane 

(6 mol % THF) 
Polyester having 2 Wt. % 0 18.95 0 0 0 
2nd oxetane 
(26 mol % THF) 
Polyester having 4 Wt. % 0 0 18.95 0 0 
2nd oxetane 
(26 mol % THF) 
Resimene 747 18.55 18.55 18.55 18.55 20.15 
PTSA 3.3125 3.3125 3.3125 3.3125 3.6 
n-propyl acetate 8.5 8.5 8.5 8.75 8.75 
THF 10.9 10.9 10.9 11.0 11.0 
Polyester having 2 Wt. % 0 0 0 0 0 
1st oxetane 

(6 mol % THF) 
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TABLE I-continued -continued 

Sample Sample Sample Sample Sample E Good 86-6 I 1-7 
Components 1 2 3 4 5 F Good 92-0 I O-6 

G Good 97.8 r 0.8 

Polyester having 4 Wt. % 0 0 16.8 14.6 0 H Good but small pinholes present on surface 94.2 r 1.4 
1st oxetane 

(6 mol % THF) Composition given in grams. 
Polyester having 2 Wt. % 16.8 0 0 0 0 TAverage DP = 18.5; Rf = CH2CF3. 
2nd oxetane 

éiiyiqsilef/fl?lg 4 W % O 168 O O 146 [0093] Addition of Poly-3-FOX diol able to Wet, 110W and 
2nd OXetane level at a variety of Wt % solids. 
(26 mol % THF) 
Resimene 747 20.15 20.15 20.15 21.75 21.75 EXAMPLE CP-IV-3 
PTSA 3.6 3.6 3.6 3.9 3.9 

The units in the table above are grams. 

[0089] It should be noted that the recipe set forth in Table 
1 results in high amounts of ?uorine on the surface of the 
coating and the high amounts of ?uorine are associated With 
loW surface energy, good abrasion resistance, and easy 
cleaning. Good results Were also obtained With respect to 
Wetting, or ?oW, or leveling. Similar or identical recipes 
have resulted in 15-18 atomic percent ?uorine on the surface 
as determined by XPS. This is generally a 30-50 percent 
increase over similar recipes using similar amounts of 
partially ?uorinated polyoxetane but Without pre-reaction of 
the polyoxetane into the polyester, eg the folloWing control. 

[0090] All example coatings CP-IV-2 through CP-IV-7 
Were prepared in the same fashion: 

[0091] The components of the coating are alloWed to mix 
for approximately tWo minutes. Typically, the coating is 
applied With a RDS 10 Wire-bound rod to a White vinyl 
substrate. Amajority of the solvent is removed quickly using 
a heat lamp (-150° The coating is cured by heating to 
250° F. for three minutes. Poly(3-FOX-ester) is (Poly-3 
FOX modi?ed polyester) as described above. 

EXAMPLE CP-IV-2 

[0092] Effect of Poly-3-FOX diol addition on Wetting, 
?oW and leveling on polyester/melamine coatings of various 
solids levels 

VR-248 Resimene i-Propyl Poly-3- % Resin 
Sample Resin 747 PTSA Acetate FOX diolT Solids 

A 5.00 1.72 0.16 4.74 — 45.0 

B 5.00 1.72 0.16 3.44 — 50.0 

C 5.00 1.72 0.16 1.48 — 60.0 

D 5.00 1.72 0.16 0.09 — 70.0 

E 5.00 1.72 0.16 4.74 0.015 45.0 
F 5.00 1.72 0.16 3.44 0.015 50.0 
G 5.00 1.72 0.16 1.48 0.015 60.0 
H 5.00 1.72 0.16 0.09 0.015 70.0 

Sample Coating Appearance 60° Gloss 

A Good 66.9 r 1.2 

B Good coating but many bubbles in bulk of 33.2 r 2.5 
coating 

C Complete deWetting of coating from substrate — 
D Complete deWetting of coating from substrate — 

Effect of Poly-3-FOX diol additive amount on 
Wetting, ?oW and leveling on polyesterlmelamine 

coatings at 70 Wt % solids. 

[0094] 

VR-248 Resimene n-Propyl Poly-3 
Sample Resin 747 PTSA acetate FOX diola 

A 2.83 3.34 0.19 0.20 — 

B 2.83 3.34 0.19 0.20 0.0068 
C 2.83 3.34 0.19 0.20 0.0229 
D 2.83 3.34 0.19 0.20 0.0532 

Sample Coating appearance 

A Complete deWetting of coating from substrate 
B Good coating 
C Good coating 
D Good coating 

Composition given in grams. 
aAverage DP = 18; Rf = CH2CF3. 

[0095] Even small levels of Poly-3-FOX diol provide for 
good Wetting, ?oW and leveling. 

EXAMPLE CP-IV-4 

[0096] Effect of average degree of polymerization of Poly 
3-FOX additives on Wetting, ?oW and leveling of a polyes 
ter/melamine coating at 70 Wt % solids. 

VR-248 Resimene n-Propyl Poly-3 
Sample Resin 747 PTSA acetate FOX diol 

A 2.83 3.34 0.19 0.20 — 

B 2.83 3.34 0.19 0.20 0.00753 
C 2.83 3.34 0.19 0.20 0.0068b 
D 2.83 3.34 0.19 0.20 0.0078C 

Gloss 

Sample Coating appearance 20° 60° 

A Complete deWetting of coating — — 
from substrate 

B Complete deWetting of coating — — 
from substrate 

C Good coating 47.3 r 1.3 86.6 r 14 
D Good coating 55.7 r 3.9 97.3 r 0.4 

Composition given in grams. 
aAverage DP = 6.7. 
bAverage DP = 18. 
CAverage DP = 23. 
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EXAMPLE CP-IV-5 

[0097] Effect of Rf length of PolyFOX additive on Wetting, 
How and leveling properties of polyester/melamine coating 
at 70 Wt % solids. 

VR-248 Resimene n-Propyl Poly 
Sample Resin 747 PTSA acetate FOX diol 

A 2.83 3.34 0.19 0.20 — 

B 2.83 3.34 0.19 0.20 0.0153 
C 2.83 3.34 0.19 0.20 0.015b 
D 2.83 3.34 0.19 0.20 0.016C 

Sample Coating appearance 60° Gloss 

A Complete deWetting of coating from substrate — 
B Good coating 102.2 1 1.3 
C Good coating 101.4 1 0.9 
D Good coating 100.9 1 1.7 

Composition given in grams. 
aPoly-3-FOX; average DP = 35; Rf = CH2CF3. 
bPoly-5-FOX; average DP = 5.4; Rf = CH2CF2CF3. 

Short Rf chain materials effective Wetting, flow and leveling agents. 

EXAMPLE CP-IV-6A 

[0098] Comparison of Poly-3-FOX diol additives and 
commercially available ?uorosurfactant Wetting, How and 
leveling agents in polyester/melamine coatings at 70 Wt %. 

Sam- VR-248 Resimene n-Propyl 
ple Resin 747 PTSA acetate Additive Amount 

A 2.83 3.34 0.19 0.20 — — 

B 2.83 3.34 0.19 0.20 Poly-3-FOX 0.015 
diola 

C 2.83 3.34 0.19 0.20 ZONYL 0.015 
Fsob 

D 2.83 3.34 0.19 0.20 ZONYL 0.015 
FS-300C 

E 2.83 3.37 0.19 0.20 Fluoroad 0.015 
F0430d 

Gloss 

Sample Coating appearance 20° 60° 

A Complete deWetting of coating — — 
from substrate 

B Good coating 69.4 r 2.2 101.0 1 1.1 
C Complete deWetting of coating — — 

from substrate 
D Complete deWetting of coating — — 

from substrate 
E Partial deWetting of coating — — 

from substrate 

Composition given in grams. 
aAverage DP = 18, Rf = CH2CF3. 

bFrom DuPont; F(CF2)~8CH2CH2O(CH2CH2O)XH. 
CFrom DuPont; F(CF2)~8CH2CH2O(CH2CH2O)ZH. 
dFrom 3M; Fluoroaliphatic polymeric esters. 

[0099] PolyFOX materials more effective Wetting, How 
and leveling agents in this particular system compared to 
commercially available ?uorosurfactants sold as Wetting, 
How and leveling agents. 

[0100] Another comparison of Poly-3-FOX diol-copoly 
mer as a 110W, Wetting, or leveling agent is set forth herein 
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beloW. The coating is a solvent based nitrocellulose on 
leneta charts 

EXAMPLE CP-IV-6B 

Compound Coating Comments 

3M Nonionic ?uorosurfactants 

FC-430 (1000 ppm) 
FC-430 (2500 ppm) 
FC-430 (5000 ppm) 
FC-430 (7500 ppm) 
DuPont nonionic ?uorosurfactant 

inferior leveling, small bubbles 
defects in coating 
small bubbles 
nice coating 

ZONYL FSO (1000 ppm) coating contraction, insu?icient 
Wetting 
coating contraction, insu?icient 
Wetting 
nice coating 
nice coating, glossy 

ZONYL F50 (2500 ppm) 

ZONYL F50 (5000 ppm) 
ZONYL F50 (7500 ppm) 
Poly-3-Fox-Co-THF 

Poly Fox T — 40% (1000 ppm) 

Poly Fox T — 40% (2500 ppm) 

Poly Fox T — 40% (5000 ppm) 

Poly Fox T — 40% (7500 ppm) 

insu?icient Wetting 
Excellent coating 
Excellent coating 
Excellent coating 

[0101] As apparent from the above, a block copolymer of 
the present invention gave good results and loW cratering as 
compared to the 3M or DuPont material. 

EXAMPLE CP-IV-7 

[0102] Effect of Poly-3-FOX modi?ed polyester on Wet 
ting, How and leveling of a polyester/melamine coating at 
various solids levels. 

Poly 
ester of 
Cp IV - 

Table 1 — VR-248 Resimene n-Propyl Wt % 
Sample line 3 Resin 747 PTSA acetate Solids 

A 2.83 3.34 0.19 0.20 70.0 
B 2.83 — 3.34 0.19 6.41 40.0 

C 2.83 — 3.34 0.19 0.20 70.0 

Sample Coating appearance 

A Complete deWetting of coating from substrate 
B Good coating 
C Good coating 

Composition given in grams. 

[0103] A PolyFOX modi?ed polymer is effective also as 
an in-situ Wetting, How and leveling agent that is then made 
non-fugitive by crossainking or reacting into the coating. 

[0104] As apparent from Examples CP-IV-2 through CP 
IV-7, Poly-3-FOX diol per se is a good ?oW, Wetting and 
leveling agent for a polyester-melamine-formaldehyde sys 
tem. 
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EXAMPLE CP-V 

[0105] Another example of a ?uorinated polymer of the 
present invention is a ?uorinated methacrylate. A speci?c 
example of such a polymer is tri?uoroethyl methacrylate 
butyl acrylate copolymer (75/25 mole %) obtained by free 
radical copolymeriZation of tri?uoroethyl methacrylate 
(Aldrich Chemical Co.) and butyl acrylate (Aldrich Chemi 
cal Co.) in toluene at 60-65° C. using AIBN as initiator. This 
copolymer has a cyano polar group thereon, incorporated 
from an initiator fragment. 

[0106] The various ingredients in Table II Were alloWed to 
mix for approximately tWo minutes. Typically, the coating is 
applied With a RDS 10 Wire-bound rod to a White vinyl 
substrate. Amajority of the solvent is removed quickly using 
a heat lamp (~150° The coating is cured by heating to 
250° F. for three minutes. 

TABLE II 

TFEMA/BA 
Sam- VR-248 Resimene p-Toluene n-Propyl Copolymer[ 
ple] Resin (g) 747 (g) Sulfonate (g) Acetate (g) (g) 

A 2.83 3.34 0.19 0.20 — 

B 2.83 3.34 0.19 0.20 0.0337 

(0.1 Wt %) 
C 2.83 3.34 0.19 0.20 0.0843 

0.25 Wt % 
D 2.83 3.34 0.19 0.20 0.1693 

(0.50 Wt %) 
E 2.83 3.34 0.19 0.20 0.3403 

(1.0 Wt %) 

Sample Coating Appearance 

A Complete deWetting 
B Partial deWetting; large amounts of orange peel 
C Partial deWetting; large amounts of orange peel 
D Partial deWetting; large amounts of orange peel 
E Good coating 

]All formulations are 70 Wt % solids. 
[Tri?uoroethyl methacrylate/butyl acrylate copolymer. 
Mn = 5,000 g/mol. 

[0107] Generally, When a ?uorinated polyacrylic is uti 
liZed, the amount thereof to achieve a suitable Wetting, ?oW, 
or leveling effect is generally from about 0.05 Wt % to about 
5 Wt % and desirably from about 0.75 Wt % to about 3 Wt 
% based upon the total Weight of the ?uorinated acrylate 
polymer or copolymer, the amino curing resin, and the 
polyester resin. 

Monohydroxyl?uorooxetanes 

[0108] Instead of an oxetane polymer having tWo hydroxyl 
end groups as in formulas 3A and 3B, a ?uorine containing 
polymer having only one terminal hydroxyl group can be 
utiliZed. Such polymers are made by utiliZing a mono 
alcohol initiator. A more detailed description of the prepa 
ration of the mono?uorooxetanes is set forth in US. Ser. No. 
09/473,518, ?led Dec. 28, 1999 and Ser. No. 09/727,637, 
?led Dec. 1, 2000, Which are hereby fully incorporated by 
reference. 

[0109] Generally, any type of monoalcohol can be utiliZed 
to produce the monohydroxyl poly?uorooxetane (MOX) 
polymer, or copolymer composition of the present invention. 
Suitable monoalcohols generally include organic alcohols 
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having from 1 to about 40 and preferably from about 1 to 
about 18 carbon atoms; polymeric alcohols; or tetra?uoro 
ethylene based telomer alcohols. Examples of speci?c types 
of monohydric organic alcohols include the various ali 
phatic, aromatic, etc. alcohols such as alkyl alcohols, for 
example methyl alcohol, ethyl alcohol, propyl alcohol, etc., 
or the ole?nic alcohols, for example allyl alcohol, etc. or the 
alicyclic alcohols, for example, cyclohexanol, etc. or the 
heterocyclic alcohols, for example furfuryl alcohol, etc. 
Various aromatic alcohols include benZyl alcohol, and the 
like. Moreover, halogenated organic alcohols and especially 
?uoroalcohols having from 2 to 18 carbon atoms are desired 
such as tri?uoroethanol, hepta?uorobutanol, heptade 
cyl?uorooctanol, and the like. Especially preferred mono 
hydric alcohols include benZyl alcohol, tri?uoroethanol, 
hepta?uorobutanol, penta?uoropropanol, penta?uorobu 
tanol, nona?uorohexanol, and other various per?uoroalky 
lethanols such as penta?uorobutanol, and allyl alcohol. 

[0110] The polymeric alcohols are generally made from 
alkylene oxides having from 2 to 6 carbon atoms With 2 or 
3 carbon atoms, that is ethylene oxide, propylene oxide, or 
tetrahydrofuran, or copolymers thereof being preferred. The 
number of repeat units of the polymeric alcohols can gen 
erally range from about 2 to about 50, desirably from about 
3 to about 30 With from about 5 to 20 repeat units being 
preferred. 

[0111] Another group of monoalcohols are the various 
tetra?uoroethylene based telomer ?uoroalcohols such as 
those commercially available from Dupont as Zonyl, from 
Clarion as FluoWet, from Elf-Atochem as Foralkyl 6HN, and 
the like. Such ?uoroalcohols have the general formula 
CF3CF2(CF2CF2).CH2CH2OH Where x is generally an inte 
ger of from 1 to about 19 and preferably from about 8 to 
about 12. While some of the ?uoroalcohols are crystalline or 
solid at room temperature all are melted at temperatures of 
about 40° C. 

[0112] While a monohydric alcohol can be utiliZed as an 
initiator in combination With a solvent, it is a preferred 
embodiment of the present invention to utiliZe a monohydric 
alcohol Which serves as both an initiator as Well as a solvent 

for the ?uorooxetane monomers and the like. In other Words, 
it is preferred that a solvent not be utiliZed other than a 
monoalcohol Which can also function as a solvent in that it 
solubiliZes the beloW noted oxetane monomers. Such co 

initiator-solvent alcohols are desired inasmuch as they pro 
duce linear loW molecular Weight poly?uorooxetane oligo 
mers, polymers, or copolymers and most preferably 
oligomeric dimers, trimers, and tetramers having loW cyclic 
content. Such co-initiator-solvents include generally any of 
the above noted monoalcohols Which solubiliZe the oxetane 
monomers With preferred alcohols including tri?uoroetha 
nol, benZyl alcohol, allyl alcohol, hepta?uorbutanol, pen 
ta?uoropropanol, penta?uorobutanol, nona?uorohexanol, 
various per?uoroalkylethanols, and the like. The use of such 
co-initiator-solvent monoalcohols generally produces linear 
oliaomers having less than about 10%, desirably less than 
about 8%, and preferably less than about 5%, or 3%, or 2%, 
or less than about 1% by Weight of cyclic oligomers based 
upon the total Weight of generally the oligomers, and also 
any polymers, or copolymers if the same are also produced. 
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Similarly, if a polymer is produced, desirably the amount of 
cyclic oligomer produced is low, i.e. the same values as set 
forth immediately above, based upon the total weight of the 
polymers, and any oligomers, or copolymers produced. In 
the same manner, if copolymers are produced, the amount of 
cyclic oligomers is low based upon the total weight of the 
copolymer, and any oligomer or polymer which also may be 
inherently produced. 
[0113] Although solvents are preferably not utiliZed in 
order to produce oligomers, polymers or copolymers having 
low cyclic oligomer content, it is to be understood that low 
amounts of non-initiator solvents might be utiliZed such as 
generally less than 25% or 15% and preferably less than 
10%, 5%, 3% or nil by weight based upon the total weight 
of the small amount of non-initiator solvent utiliZed and the 
monoalcohol. 

[0114] As noted above, the oxetane monomer used to form 
the poly?uorooxetane has the structure 

CH2_ C— CH2 

O 
OT 

0 

[0115] 
[0116] The preparation of such ?uorinated oxetane mono 
mers was set forth herein above. 

where R, Rf, and n are as set forth herein above. 

[0117] Generally any suitable catlonlc catalyst can be 
utiliZed to polymeriZe the W ?uorooxetane monomers such 
as various Lewis acids and complexes thereof. Examples of 
such Lewis acid catalysts include Sn(IV)Cl4, antimony 
penta?uoride, phosphorous penta?uoride, and the like, with 
a complex of borontri?uoride and tetrahydrofuran being 
preferred. 
[0118] According to a preferred embodiment of the 
present invention, a monoalcohol as hereinabove described 
is utiliZed as both an initiator and solvent, i.e., no solvent or 
a very small amount of a solvent such as dichloroethane is 
utiliZed. This preferred route will yield a poly?uorooxetane 
oligomer such as a homooligomer having an average DP of 
from about 2 to about 20, desirably from about 2 to about 10, 
and preferably from about 2 to about 4 with very little cyclic 
oligomer content as noted above. Such low molecular 
weight oligomers, e.g. dimers or trimers, are preferred 
inasmuch as when they are blended or reacted with a coating 
formulation, they tend to migrate faster to the surface of the 
blend or coating and give lower surface tensions and thus 
result in lower coefficient of friction as compared to poly 
?uorooxetanes having a higher average degree of polymer 
iZation. While not preferred, poly?uorooxetane polymers or 
of up to about 50, 100, or 150 can be utiliZed. Alternatively, 
but not preferably, copolymers can also be made. 

[0119] While not preferred, the polymeriZation can be 
carried out in the presence of a Lewis acid catalyst and a 

Jun. 12, 2003 

Bronsted acid catalyst, as well as a non-initiator or solvent 
for the ?uorooxetane monomer. Examples of suitable non 
initiator or non-monoalcohol solvents include tri?uorotolu 
ene, dichloroethane, dimethylformamide, as well as dichlo 
romethane. The amount of the alcohol initiator and catalyst 
for either the above preferred or non-preferred embodiment 
will generally vary inversely with the desired molecular 
weight of the polymer. That is, the polymeriZation is initi 
ated by each alcohol and catalyst molecule generally on a 
quantitative basis for a given amount of ?uorooxetane 
monomer, hence, the molecular weight of the poly?uoroox 
etane oligomer As or polymer or copolymer will be deter 
mined by the amount of alcohol utiliZed. When this route is 
utiliZed, the average degree of polymeriZation (DP) is also 
from about 2 to about 20, desirably from about 2 to about 10, 
and preferably from about 2 to about 4, however, the degree 
of polymeriZation can also be up to 50, up to about 100, or 
even up to about 150. 

[0120] The reaction rate for forming the poly?uorooxet 
ane oligomer, polymer, or copolymer, utiliZing a monoalco 
hol and a Lewis acid catalyst will vary with temperature. 
Accordingly, the reaction time is generally from 2 hours to 
40 hours, and desirably is from about 4 to about 24 hours. 
The polymeriZation temperatures are generally from about 
0° C. up to about 100° C., and desirably from about 18° C. 
to about 50° C. Lower reaction temperatures result in very 
slow reaction rates, whereas higher reaction temperatures 
will generally result in the formation of cyclic structures 
containing from 3 to 4 oxetane units. As noted, monomer 
conversion to polymer is essentially quantitative. The mono 
hydroxyl poly?uorooxetane oligomers, polymers or copoly 
mers produced are washed with water to obtain a neutral pH 
and the water removed as by decanting. Subsequently, any 
suitable desiccant can be utiliZed such as calcium chloride, 
phosphorus pentoxide, calcium carbonate, magnesium sul 
fate, molecular sieves, to dry the oligomers or polymers. 

[0121] The monofunctional poly?uorooxetane oligomers 
or polymers generally have repeat units as set forth in 
formulas 3A and 3B above, and the polymer formula is as 
follows: 

[0122] where n, R, Rf and DP are described herein above 
and wherein R2 is the organic group of the reactive monoal 
cohol. That is, R2 is derived from an alcohol as noted above 
such as an organic alcohol having from 1 to about 40 and 
preferably from 1 to about 18 carbon atoms, or a polymeric 
alcohol, etc. If more than one type of monoalcohol is utiliZed 
to prepare the poly?uorooxetane oligomers or polymers, 
naturally the R1 of one or more different polymers, copoly 
mers, or oligomers will be different. 

[0123] The ?uorooxetane monomers, as noted above but 
not preferred, can be copolymeriZed with a variety of 
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comonomers having epoxy (oxirane) functionality such as 
epichlorohydrin, propylene oxide, ethylene oxide, butyl 
glycidylether, and per?uorooctyl propylene oxide as Well as 
alkyl substituted oxiranes having from 1 to about 20 or from 
about 7 to about 12 carbon atoms or mixtures thereof; 
monomers having a 4-membered cyclic ether group such as 
trimethylene oxide, 3,3-bis(chloromethyl)oxetane, 3,3-bis 
(bromomethyl)oxetane, and, 3,3-bromomethyl(methyl)oxet 
ane; monomers having a 5 membered cyclic ether group 
such as tetrahydrofuran, tetrahydropyran, and 2-methyltet 
rahydrofuran; and the like. Still other suitable monomers 
include 1,4-dioxane, 1,3-dioxane and 1,3-dioxalane as Well 
as trioxane and caprolactone. The copolymeriZation reaction 
is carried out generally under the same conditions as is the 
polymeriZation of the ?uorooxetane monomers set forth 
hereinabove. The amount of the comonomer is from about 
0.1% to about 99% by Weight, desirably from about 1.5% to 
about 50% by Weight, and preferably from about 2% to 
about 10% by Weight based upon the total Weight of the one 
or more comonomers and the ?uorooxetane monomers. 

[0124] Experimental 

EXAMPLE MOX I 

Preparation of Monohydric Poly?uorooxetane using 
BenZyl Alcohol Initiator and Dichloromethane 

Solvent 

[0125] Only glass reactors and condensers Were used in 
this procedure. All glassWare and chemicals Were dried prior 
to use. A 10 liter round bottomed ?ask equipped With a 
condenser, addition funnel, and rubber septum Was charged 
With 1,763.4 grams of dichoromethane solvent. The catalyst, 
boron tri?uoride-tetrahydrofuran (67.15 grams), and the 
initiator benZyl alcohol, 129.7 grams, (mono-functional 
alcohol) Were added to the reaction ?ask. 3-FOX (3,314.7 
grams) Were added to an addition funnel. 3-FOX monomer 
can be made in a manner as set forth in US. Pat. Nos. 

5,650,483; 5,668,250; 5,668,251; or 5,663,289. Approxi 
mately one-third of the mixture Was added to the round 
bottomed ?ask and alloWed to stir for approximately 15 to 
30 minutes until the reaction Was initiated. The temperature 
Was maintained at a temperature of about 20 to 23° C. The 
remaining monomer mixture Was added dropWise over a 
four-hour period. The reaction mixture Was alloWed to stir 
four hours until the conversion reached 97 to 99.8 percent as 
measured by Hl-NMR. The reaction mixture Was Washed 
With Water to a neutral pH, the Water Was decanted and the 
product Was dried over magnesium sulfate. The remaining 
solvents Were removed at reduced pressure. The Weight of 
the cyclic oligomers formed based upon the total Weight of 
the copolymer Was approximately 15% by Weight. 

EXAMPLE MOX 2 

Preparation of Monohydric Poly?uorooxetane using 
Tri?uoroethanol Initiator and Dichloromethane 

Solvent 

[0126] Dichloromethane solvent (26.6 g) Was introducted 
into a dry ?ask under a dry nitrogen purge. BF3-THF (7.57 
g) catalyst Was then sloWly syringed into the ?ask and the 
mixture stirred. While stirring, tri?uoroethanol (initiator) 
(13.6 g) Was sloWly syringed into the reactor. The mixture 
temperature Was then brought to 35° C. and alloWed to react 
for approximately 30 minutes. Fifty grams (50 g) of 3-FOX 
monomer Were then sloWly added to the reactor With good 
stirring and the temperature of mixture monitored. Asample 
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to determine monomer conversion by 1H-NMR spectros 
copy Was taken shortly after a reaction exotherm is 
observed. Monomer addition continues at a rate to maintain 
a reaction temperature betWeen 38 and 40° C. After the 
monomer addition Was complete, the reaction temperature 
Was maintained in the range stated above for about 2 hours, 
until quantitative conversion (>99.5 mole %) of the mono 
mer Was achieved. 

[0127] The polyether Was isolated by diluting the mixture 
to a total of 1 mL of dichloromethane per gram of 3-FOX 
monomer. The reactor contents are then transferred to a 

suitably siZed separatory funnel and the solution quenched 
With 0.43 mL of Water per gram of 3-FOX and vigorously 
shaken. After separation of the phases has occurred, the 
aqueous layer Was removed, tested for pH and discarded. 
Water (0.85 mL/ g 3-FOX) Was again added to the funnel and 
shaken vigorously together With the organic layer. The 
phases Were alloWed to separate, the aqueous phase is again 
tested for pH and discarded. 

[0128] This process Was repeated until the pH of the 
aqueous phase Was at least 5. The organic phase Was then 
subjected to rotating evaporation until all the dichlo 
romethane is gone as measured by NMR. CharacteriZation 
by proton NMR spectroscopy shoWed the polyol to have an 
average degree of polymeriZation (DP) of 7.6 and a tetrahy 
drofuran (THF) comonomer content of 14.3 mole %. The 
Weight of the cyclic oligomers formed based upon the total 
Weight of the copolymer Was approximately 15% by Weight. 

EXAMPLE MOX 3 

Preparation of Monohydric Poly?uorooxetane using 
Allyl Alcohol Initiator and Dichloromethane 

Solvent 

[0129] Dichloromethane solvent (26.6 g) Was introduced 
into a dry ?ask under a dry nitrogen purge. BF3-THF (2.53 
g) Was then sloWly syringed into the ?ask and the mixture 
stirred. While stirring, allyl alcohol (initiator) (2.62 g) Was 
sloWly syringed into the reactor. The mixture temperature 
Was then brought to 35° C. and alloWed to react for approxi 
mately 30 minutes. Fifty grams (50 g) of 3-FOX monomers 
Were then sloWly added to the reactor With good stirring and 
the temperature of mixture monitored. A sample to deter 
mine monomer conversion by 1H-NMR spectroscopy Was 
taken shortly after a reaction exotherm is observed. Mono 
mer addition continues at a rate to maintain a reaction 
temperature betWeen 38 and 40° C. After the monomer 
addition is 12 complete, the reaction temperature Was main 
tained in the range stated above for about 2 hours, until 
quantitative conversion (>99.5 mole %) of the monomer Was 
achieved. 

[0130] The polyether Was isolated by diluting the mixture 
to a total of 1 mL of dichloromethane per gram of 3-FOX 
monomer. The reactor contents are then transferred to a 
suitably siZed separatory funnel and the solution quenched 
With 0.43 mL of Water per gram of 3-FOX and vigorously 
shaken. After separation of the phases has occurred, the 
aqueous layer Was removed, tested for pH and discarded. 
Water (0.85 mL/ g 3-FOX) Was again added to the funnel and 
shaken vigorously together With the organic layer. The 
phases Were alloWed to separate, the aqueous phase Was 
again tested for pH and discarded. This process Was repeated 
until the pH of the aqueous pnase Was at least 5. The organic 
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phase Was then subjected to rotating evaporation until all the 
dichloromethane Was gone as measured by NMR. Charac 
teriZation by proton NMR spectroscopy shoWed the polyol 
to have an average degree of polymerization (DP) of 8.3 and 
a tetrahydrofuran (THF) comonomer content of 4.5 mole %. 
The Weight of the cyclic oligomers formed based upon the 
total Weight of the copolymer Was approximately 15% by 
Weight. 
[0131] Examples 4, 5, and 6 relate to the preparation of 
monohydric poly?uorooxetane copolymers using the same 
monoalcohol initiator as a co-initiator solvent and thus no 
non-monoalcohol solvent Was utiliZed. 

EXAMPLE MOX 4 

[0132] 
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Water content of the reagents to be less than 500 ppm and 
con?rmed by Karl Fisher analysis. The tri?uoroethanol for 
initiation and BF3/THF Were introduced into the dry ?ask 
under a dry nitrogen purge and alloWed to stir for 30 mins. 
at room temperature. The reaction ?ask Was then heated to 

40° C. and the remaining tri?uoroethanol and 3-FOX solu 
tion Were pumped into the reactor using the pump rate to 
keep the temperature beloW 54° C. After the monomer 
addition Was complete, the reaction temperature Was main 
tained at 40° C. overnight. The polymer Was isolated by 
diluting the mixture With solvent and Washing it With 5% 
sodium bicarbonate solution and Water until neutral. Dilu 
tion Was to 1 g polymer to 1 mL of. solvent. The makeup 
solvent Was dichloromethane. The organic phase Was then 

Synthesizing LoW MW 3-MOX Oligomer using Tri?uoroethanol as Co-Initiator 
Solvent 

Mole d g 

FW Moles Ratio g g/mL mL actual 

3-FOX Monomer 184.15 0.272 5.01 50.00 1.15 43.48 58.38 

CF3CH2OH 100.04 0.136 2.5 13.6 1.373 9.91 9.91 
BF3THF 139.91 0.054 1.0 7.6 1.268 5.99 7.6 

CF3CH2OH (Schent) 100.04 0.375 6.9 69.0 1.15 60 69 

Apparent DP = 3.6 (FOX) by end group analysis 
Actually a mixture of linear dimer, trimer: tetramer 
A small amount of cyclics 
13.8 mole % THF, Theoretical = 14.6 mole % 

3-FOX (CF3CH2OH) 
Total Monomer: initiator 161:1 

[0133] By using tri?uoroethanol as the initiator and sol 
vent, very loW MW linear oligomers may be formed in high 
yields Without the production of signi?cant amounts of 
cyclic oligomer. That is, the amount of cyclic oligomer 
formed Was less than 1% by Weight based upon the total 
poly?uorooxetane formed. 

[0134] With regard to the preparation of Examples MOX 
4, 5 and 6, all glassWare and reagents Were dry prior to use. 

separated from the aqueous phase and subjected to rotating 
evaporation until all of the solvents had been removed. 
CharacteriZation by proton NMR spectroscopy shoWed the 
polyol to have an average degree of polymeriZation (DR) of 
3.6 by end group analysis. 

EXAMPLE MOX 5 

[0135] 

Synthesizing LoW MW 3-MOX Oligomer using Tri?uoroethanol 
as Co-Initiator-Solvents 

Substance Ratio MW Eq mmoles d g/mL mL A Used 

3-FOX Monomer 0.741 184.15 2.0 271.52 1.15 50.019 
Tri?uoroethanol, co-initiator 100.04 5.07 689.72 1.185 58.2 69.011 
solvent 
Tri?uoroethanol, co-initiator 0.0232 100.04 1.00 136.00 1.00 13.6 13.611 
solvent 
BF3THF, catalyst 0.0125 139.9 0.40 54.40 1.1 6.9 7.664 

The oligomer Was prepared and puri?ed in a manner as set forth in Example 4. The average 
degree of polymerization Was about 2 and the amount of cyclic oligomer Was less than 1% by 
Weight based upon the total Weight of poly?uorooxetane. 
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EXAMPLE MOX 6 

[0136] 

Synthesizing LoW MW 5-MOX Oligomer using Tri?uoroethanol 

as Co-Initiator-Solvents 

Substance Ratio MW Eq mmoles d g/mL mL B Used 

5-FOX Monomer 0.741 234.15 1.8 213.54 1.15 50.030 

Tri?uoroethanol, co-initiator 100.04 5.96 689.72 1.185 58.2 69.360 

solvent 

Tri?uoroethanol, co-initiator 0.0232 100.04 1.00 115.77 1.00 11.6 11.625 

solvent 

BF3THF, catalyst 0.0125 139.9 0.40 46.31 1.1 5.9 6.504 

The oligomer Was prepared and puri?ed in a manner as set forth in Example 4. The average 
degree of polymerization Was about 2 and the amount of cyclic oligomer Was less than 1% by 
Weight based upon the total Weight of poly?uorooXetane. 5-FOX is (1,1,1,2,2-penta?uoropro 
panoXy)methyl oXetane. 

[0137] As apparent from Examples MOX 4 through 6, the examples 1 through 3, the amount of cyclic oligorner Was 
amount of cyclic oligorner formed, When utilizing a monoal- about 15% by Weight. 
cohol as both an initiator and a solvent Without any other 
solvent, Was negligible, generally less than 1% by Weight, 
Whereas When a different solvent Was utilized as set forth in [0138] 

EXAMPLE MOX 7 

Synthesizing Monofunctional 9-MOX Oligomer using Tri?uoroethanol as a Co-Initiator 

Substance Quantity (g) MW Eq mmoles density ml 

9-foX Monomer 45.00 348.21 4.0 129.23 1.4 39.13 

Tri?uoroethanol, solvent 62.10 100.04 14.41 620.75 1.185 52.41 

Tri?uoroethanol, intiator 4.31 100.04 1.00 43.08 1.19 3.64 

BF3THF, catalyst 2.41 139.9 0.40 17.23 1.268 1.9 

Methylene chloride Wash 22.50 84.93 8.20 264.92 1.35 16.67 

solvent 

Quench (5% NaHCO3) 29.45 84.01 1.02 17.52 1.00 29.45 

Wash (Water) 29.45 18.01 65.74 1,635.00 1.00 29.45 

Theroretical yield, g 50.55 

EXpected yield, LoW 42.97 

EXpected yield, High 48.02 
solids loading, % 53.27 

MaX. Wt % BF3THF 2.35 

(incorporated as thf) 

ml 

Initial Volume 97.08 

Volume after Quench 143.20 

Volume after Wash 90.79 
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[0139] A 250 mL jacketed reaction ?ask Was equipped 
With a condenser, temperature probe, magnetic stirrer, and 
addition funnel. Tri?uoroethanol initiator Was added (4.31 
grams, 43.08 mMoles), and BF3THF (2.41 grams, 17.23 
mMoles). The reaction Was allowed to stir for 30 minutes. 
9-foX Monomer (45 grams, 129.23 mMoles) and tri?uoro 
ethanol solvent (62.10 grams, 620.75 moles) Were added 
over 16 minutes. A maximum temperature of 34° C. Was 
reached. The reaction Was alloWed to stir at room tempera 
ture overnight. Methylene chloride (22.5 g) and sodium 
bicarbonate (25.45 g 5%, 17.52 moles) Were added to 
quench the reaction. The color changed from orange broWn 
to yelloW. The organic layer Was Washed again With Water. 
The organic solution Was dried With magnesium sulfate, and 
the solvent Was removed to give 40.84 grams polymer With 
a dp of 3.7 by NMR. 

EXAMPLE MOX 8 

[0140] 

PolyFoX Mono-o1 Dp 2 procedure 

Scale Quan 
Substance (g) Ratio tity (g) MW Eq mmoles 

Tri?uoroethanol, 0.0232 10.68 100.04 1.00 106.70 
intiator 
BF3THF, 0.0125 14.93 139.9 1.00 106.70 
catalyst 
5-foX Monomer 50 0.741 50.00 234.15 2.0 213.54 
Methylene Chloride 50.00 
Tri?uoroethanol, 69.00 100.04 0.00 
solvent 
Quench 100.00 
(5% NaHCO3)*3 
methylene 50.00 
chloride, dilute 

0141 Pol mer Procedure y 

[0142] 1. Oven dry reactors. Cool under N2 purge. 

[0143] 2. Use dry monomer, initiator, and solvents. To 
be less than 140 ppm H2O a piece or less than 500 ppm 
overall. No residual alcohol. Use Karl Fischer analysis 
to determine. Can also dry With 4A molecular sieves. 

[0144] 3. Prepare initiator/catalyst complex in the dry 
500 ml jacketed ?ask With paddle stirrer and thermom 
eter by stirring for 30 minutes at 25° C. 

[0145] 4. Prepare monomer or monomer/solvent solu 
tion in another ?ask or WM jar. 

[0146] 5. Flush micropump With appropriate solvent 
and set pump rate=2.4 gr/minute. 

[0147] 6. Add monomer/solvent solution. 

[0148] 7. Let polymer solution stir overnight at room 
temperature. 

[0149] Workup: 
[0150] 1. Dilute polymer solution With 50 ml methylene 

chloride. 

[0151] 2. Wash polymer solution and neutraliZe BF3 
With 100 ml 5% NaHCO3 till pH is neutral 

[0152] 3. Stir and let settle to phase separate each time. 

[0153] 4. Dry polymer solution over Na2SO4 for 20 
minutes. 
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[0154] 5. Vacuum ?lter and rinse With methylene chlo 
ride. 

[0155] 6. Rotovap off methylene chloride at 35° C. and 
then heat to 70° C. to remove tri?uoroethanol. 

[0156] 7. 

[0157] Analysis: Mass, NMR, GPC 

[0158] Mass=59.32gr 
[0159] NMR 400 MHZ in CDCl3 and eXcess TFAA, 
dp=2.4 

Poly(FluorooXetane-Ether) Block Copolymers 

[0160] Block copolymers of poly?uorooXetanes and poly 
ethers can be prepared according to tWo different routes. In 
one route, a polyether serves as an initiator Which is reacted 
With ?uorooXetane monomers; or alternatively, ?uorooXet 
ane oligomers, polymers, or copolymers serve as an initiator 
Which is reacted With alkylene oXide monomers, in the 
presence of a catalyst to form poly?uorooXetane blocks 
Which are bonded or connected to the polyether, or alterna 
tively to form polyether blocks Which are connected to the 
?uorooXetane oligomer, polymer, or copolymer. The pro 
duced block copolymer is free of isocyanate groups or 
compounds. The other route relates to reacting an eXisting 
poly?uorooXetane polymer With a diisocyanate and subse 
quently reacting the free isocyanate group With an eXisting 
polyether block; or to reacting an eXisting polyether With a 
diisocyanate and subsequently reacting the free isocyanate 
group With an eXisting poly?uorooXetane block. 

[0161] The polyether Which serves as an initiator can be 
made in a manner knoWn to the literature as Well as to the 
art. One common source are alkylene oXide monomers 
containing from 2 to about 6 carbon atoms and preferably 
from 2 to about 4 carbon atoms. The polyether can generally 
have at least one end group With tWo end groups being 
preferred such as a hydroXyl group. Suitable polyether 
initiators include hydroXyl terminated polyethylene glycol, 
polypropylene glycol, polybutylene glycol, polyisobutylene 
glycol, and the like as Well as monohydroXyl compounds 
thereof such as polyethylene glycol methyl ether, polytet 
rahydrofuran, and the like. The number average molecular 
Weight of such poiyethers is generally from about 250 to 
about 10,000, desirably from about 300 to about 5,000 and 
preferably from about 350 to about 2,500 and can thus be an 
oligomer, polymer or copolymer. 

[0162] The ?uorooXetane monomers are those as set forth 
hereinabove, Which is hereby fully incorporated by refer 
ence and is shoWn in formulas 2A and 2B Where n and R are 
as set forth With respect to formulas 2A and 2B, and Rf has 
the indicated percent of ?uorine atoms. Different Rf groups, 
ie miXed, can eXist Within the same polymer, that is, 
independently, have a different number of carbon atoms and 
such miXed Rf groups generally have from about 8 to about 
16 carbon atoms. The poly?uorooXetane Will generally have 
the folloWing repeat groups: 

R 
or 












































































