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Description

[0001] The present invention relates to a process for
providing improved low VOC polymerizable composi-
tions containing phosphoalkyl (meth)acrylate monomers
which are synthesized by the reaction of a hydroxyalkyl
(meth)acrylate with polyphosphoric acid (PPA).
[0002] People spend a significant amount of time in-
doors, which has caused more concern about the quality
of the air we breathe while inside buildings. Products and
materials in homes and office buildings emit pollutants
and chemicals, many of which may raise health con-
cerns. One class of pollutants that has come under par-
ticular scrutiny is volatile organic compounds (VOCs).
These compounds are ubiquitous, and much attention
has been given to identifying the source of VOCs and
reducing their emissions.
[0003] VOCs are emitted from a surprising number of
articles used in everyday life, particularly from virtually
all resin-based man-made materials. Varnishes and
coatings have been used previously to provide a protec-
tive finish over surfaces such as vinyl wall-coverings,
floor products, furniture and printed articles. Examples
of such products are described in U.S. Pat. No.
4,603,074. These overcoats provide protection against
stains and damage, but are not designed to and do not
reduce emission of VOCs to the environment.
[0004] When subjected to co-polymerization with other
vinyl monomers, phosphoalkyl (meth)acrylates impart
useful properties to polymers, namely those which are
employed in coatings and binders and which have a wide
range of uses. One application for these monomers is
the promotion of polymeric coating adhesion to metal
substrates. Other uses include providing flame-retardant
and anti-static properties to fibers and binders for non-
woven fabrics.
[0005] A problematic aspect of these polymer mixtures
relates to high viscosity. The PPA raw material, the re-
action mixture, and the reaction product have high vis-
cosities, which slow mass transfer and pose general ma-
terial handling problems. One solution to lower the prod-
uct viscosity is to conduct the reaction in the presence
of a solvent or to dilute the final reaction product with a
solvent. Reference JP 2006-001863A states that inert,
aprotic solvents, such as aromatics and saturated
aliphatics, are solvents for the phosphorylation reaction.
The use of such solvents, however, is unfavorable due
to their emission of Volatile Organic Compounds (VOCs),
which are harmful to the population at large and therefore
such solvents need to be removed. Costly processing
time to remove the solvent is incurred, and when the sol-
vent is removed, the problematic viscosity of the compo-
sition returns.
[0006] The present invention solves these problems
of the art by providing a process that comprises a phos-
phorylation reaction that is conducted in the presence of
a reaction solvent, specifically a polymerizable solvent.
The process for conducting the reaction may be batch or

continuous. Significant improvements can be made even
at low solvent levels, such as at about 15 wt.%, which is
especially beneficial for batch processes in that good re-
actor productivity can be maintained.
[0007] Accordingly, the present invention provides a
process for providing improved polymerizable composi-
tions comprising reacting at least one hydroxyalkyl
(meth)acrylate with at least one polyphosphoric acid in
the presence of at least one polymerizable solvent.
[0008] With proper choice of polymerizable solvent,
the solvent will incorporate into the polymer matrix and
become part of the final polymer product; thus, there is
no need to remove the solvent after the phosphorylation
reaction. The reaction pressure is selected, according to
the choice of solvent and reaction temperature, to ensure
that boiling of the reaction mixture is suppressed. Thus,
the reaction pressure should exceed the vapor pressure
of the reaction mixture.
[0009] As used herein, polymerizable solvent is meant
any olefinically polymerizable species with solvent-bear-
ing properties that is capable of polymerizing with the
phosphoalkyl methacrylate in the polymerizable compo-
sition’s application except that the hydroxyalkyl (meth)
acrylate monomers employed in the reaction and the
phosphoalkyl methacrylate product itself are excluded
from the present definition of polymerizable reactive sol-
vent. Preferably, the solvent and temperature are select-
ed to allow atmospheric reaction pressure.
[0010] These polymerizable solvents, or "diluent mon-
omers," do not need to be removed from the reaction
mixture prior to use in the final application. These sol-
vents are used at 10 to 90 wt.% of the final reaction mix-
ture. Suitable examples ofpolymerizable solvents include
but are not limited to C1-C20 linear, branched, or cyclic
alkyl esters of acrylic or methacrylic acid including but
not limited to heterocyclic (meth)acrylates (such as 3-
oxazolidinyl ethyl methacrylate, 5-[2-oxazolinyl]-pentyl
methacrylate); aminoalkyl (meth)acrylates (such as N,N-
dimethyl amino-ethyl acrylate, N,N-diethyl amino-propyl
methacrylate); (meth)acrylamides (such as N-methyl
acrylamide, N,N-dimethylaminopropyl methacrylamide);
epoxide-containing (meth)acrylates (such as glycidyl
(meth)acrylate); unsaturated alkyl and cycloalkyl (meth)
acrylates (such as vinyl acrylate, allyl methacrylate, 2,4-
hexadienyl methacrylate and dicyclopentenyl oxyethyl
methacrylate); silicon-containing (meth)acrylates (such
as trimethoxysilylpropyl acrylate, diethoxymethylsilylpro-
pyl methacrylate, ispropoxydimethylsilylpropyl acrylate);
aromatic (meth)acrylates (such as benzyl acrylate, phe-
nyl acrylate, 4-chlorophenylethyl methacrylate); straight
chain or branched haloalkyl (meth)acrylates (such as
2,2,2-trifluoroethyl acrylate, hexafluoroisopropyl meth-
acrylate); terminal alkenes (such as 1-butene, 1-hexene,
vinyl-cyclohexene); aralkenes (such as styrene, α-me-
thyl styrene, 4-methyl styrene, 4-methoxy styrene); het-
erocyclic alkenes (such as 2-, 3-, or 4-vinyl pyridines and
N-vinyl imidazole); dienes (such as butadiene, isoprene,
vinylidene chloride); vinyl halides (such as vinyl chloride,
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tetrafluoroethylene); vinyl esters (such as vinyl acetate,
vinyl benzoate); vinyl ketones (such as methyl vinyl ke-
tone); vinyl amides (such as N-vinyl formamide, N-vinyl
acetamide); vinyl isocyanate; aldehyde containing vinyl
functionality (such as acrolein, methacrolein, and their
acetal derivatives); epoxyalkenes (such as 3,4-epoxy-
but-1-ene); cyano containing vinyl functionality (such as
acylonitrile, methacrylonitrile and fumaronitrile); vinyl si-
lanes and alkoxyvinyl-silanes (such as vinyltrimethoxysi-
lane, vinyltrimethylsilane, vinyldiethoxymethylsilane);
unsaturated diesters (such as dimethylmaleate, dibutyl-
fumarate, diethyl itaconate); and functional (meth)acr-
ylates (such as isocyanotoethyl methacrylate, acry-
loylchloride, aceto acetoxyethyl methacrylate, acryloyl-
propionic acid [AOPA]); or mixtures thereof.
[0011] Specifically, it is surprising that these polymer-
izable solvents can be employed as solvents for this re-
action due to their propensity to undergo Michael-type
addition, via the olefinic double bond, with hydroxy-con-
taining species, i.e., the hydroxyalkyl (meth)acrylate re-
action substrate. Of principal concern for making the sub-
ject polymerizable compositions is the loss of monoester
yield on the hydroxyalkyl (meth)acrylate substrate due
to consumption of the latter via these Michael reactions.
In the present reaction systems employing polymerizable
solvents, the monoester yield was maintained and in
many cases, such as for the use of methyl methacrylate,
was actually found to increase.

EXAMPLES

Comparative Example 1

[0012] A reaction apparatus comprising a 500 mL,
jacketed, glass "resin kettle" reaction flask; a two-stage
agitator; and a reflux condenser was assembled. Heating
and cooling were affected by means of a Thermo Scien-
tific NESLAB RTE 740 circulator bath, which supplied
Dynalene HF-LO heat transfer fluid to the reactor jacket.
The bath temperature was adjusted to achieve the de-
sired reactor temperature. The two-stage agitator com-
prised a bottom blade set (3-in. diameter, four-blade, 45-
deg. pitch) and a middle blade set (2.5-in. diameter,
three-blade, swept pitch), which was positioned at two-
thirds of the reactor’s straight-side height from the bot-
tom. A thermocouple, a sparge gas tube, and a feed tube
were positioned near the top of the bottom agitator blade
set. The condenser was vented to the atmosphere via a
drying tube.
[0013] In a separate feed vessel, a reservoir of 2-hy-
droxyethyl methacrylate, having less than 0.15 wt.% wa-
ter, was adjusted to contain by weight 1950 ppm meth-
oxyphenol.
[0014] Polyphosphoric acid (115% grade, 400 g) was
charged to the empty reaction flask. A 10 seem flow of
8% O2/92% N2 mixed gas was then introduced to the
reactor via the sparge tube. The agitator was set to 180
rpm, and the polyphosphoric acid was heated to 65 °C.

After heating the acid, 437 g of the 2-hydroxyethyl meth-
acrylate was fed via a peristaltic pump and the feed tube
into the reactor, which was operated at 65 °C, over seven
hours. The resulting mixture was held at 65 °C for an
additional six hours and then cooled to room tempera-
ture.
[0015] The reaction product was analyzed by high-per-
formance liquid chromatography using an Agilent 1100
Series LC System liquid chromatograph equipped with
a Supelco Inc. Discovery Bio Wide Pore C18 column (25
cm by 4.6 mm, 5 Pm media) and an ultraviolet light de-
tector.
[0016] The reaction product contained 44.7 wt.% mo-
noester and 10.5 wt.% diester, a corresponding mo-
noester: diester molar ratio of 6.53.

Example 1

[0017] A reaction product was generated by the same
procedure given in Comparative Example 1 except that
169 g of methyl methacrylate were mixed with the
polyphosphoric acid prior to addition of the 2-hydroxye-
thyl methacrylate. The reaction product, on a basis ex-
cluding the methyl methacrylate, contained 47.0 wt.%
monoester and 9.43 wt.% diester, a corresponding mo-
noester:diester molar ratio of 7.64.

Example 2

[0018] A reaction product was generated by the same
procedure given in Comparative Example 1 except that
302 g of methyl methacrylate were mixed with the
polyphosphoric acid prior to addition of the 2-hydroxye-
thyl methacrylate. The reaction product, on a basis ex-
cluding the methyl methacrylate, contained 47.9 wt.%
monoester and 7.58 wt.% diester, a corresponding mo-
noester:diester molar ratio of 9.69.

Example 3

[0019] A reaction product was generated by the same
procedure given in Comparative Example 1 except that
418 g of methyl methacrylate were mixed with 200 g
polyphosphoric acid prior to addition of 218 g 2-hydrox-
yethyl methacrylate. The reaction product, on a basis ex-
cluding the methyl methacrylate, contained 51.0 wt.%
monoester and 7.24 wt.% diester, a corresponding mo-
noester:diester molar ratio of 10.8.

Comparative Example 2

[0020] A reaction product was generated by the same
procedure given in Comparative Example 1 except that
the reaction temperature during both the addition of the
2-hydroxyethyl methacrylate and the hold period was 45
°C. The reaction product contained 38.3 wt.% monoester
and 5.37 wt.% diester, a corresponding monoester: di-
ester molar ratio of 10.9.
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Example 4

[0021] A reaction product was generated by the same
procedure given in Comparative Example 2 except that
169 g of methyl methacrylate were mixed with the
polyphosphoric acid prior to addition of the 2-hydroxye-
thyl methacrylate. The reaction product, on a basis ex-
cluding the methyl methacrylate, contained 41.4 wt.%
monoester and 4.75 wt.% diester, a corresponding mo-
noester:diester molar ratio of 13.4.

Example 5

[0022] A reaction product was generated by the same
procedure given in Comparative Example 2 except that
418 g of methyl methacrylate were mixed with 200 g
polyphosphoric acid prior to addition of 218 g 2-hydrox-
yethyl methacrylate. The reaction product, on a basis ex-
cluding the methyl methacrylate, contained 45.9 wt.%
monoester and 4.31 wt.% diester, a corresponding mo-
noester: diester molar ratio of 16.3.

Example 6

[0023] A reaction product was generated by the same
procedure given in Comparative Example 2 except that
181 g of butyl acrylate were mixed with the polyphos-
phoric acid prior to addition of the 2-hydroxyethyl meth-
acrylate. The reaction product, on a basis excluding the
butyl acrylate, contained 38.1 wt.% monoester and 3.89
wt.% diester, a corresponding monoester: diester molar
ratio of 15.0.

Example 7

[0024] A reaction product was generated by the same
procedure given in Comparative Example 2 except that
175 g of methacrylic acid were mixed with the polyphos-
phoric acid prior to addition of the 2-hydroxyethyl meth-
acrylate. The reaction product, on a basis excluding the
methacrylic acid, contained 30.1 wt.% monoester and
2.20 wt.% diester, a corresponding monoester:diester
molar ratio of 21.0.

Example 8

[0025] A reaction product was generated by the pro-
cedure given in Comparative Example 1 where the reac-
tion temperature during both the addition of the 2-hydrox-
yethyl methacrylate and the hold period was 35 °C. To
conduct the reaction, 418 g of methyl methacrylate were
mixed with 200 g polyphosphoric acid prior to addition of
218 g 2-hydroxyethyl methacrylate. The reaction product
contained 40.0 wt.% monoester and 3.33 wt.% diester,
a corresponding monoester:diester molar ratio of 18.4.

Claims

1. A process for providing improved low VOC polym-
erizable compositions comprising reacting at least
one hydroxyalkyl (meth)acrylate with at least one
polyphosphoric acid in the presence of at least one
polymerizable solvent.

2. The process of claim 1 wherein the polymerizable
solvent is at least one C1- C20 linear, branched, or
cyclic alkyl ester of acrylic or methacrylic acid or mix-
tures thereof.

3. The process of claim 1 wherein polymerizable sol-
vent is at least one compound selected from the
group consisting of:

C1 - C20 linear, branched, or cyclic alkyl ester of
acrylic or methacrylic acid, aminoalkyl (meth)
acrylates, (meth)acrylamides, epoxide-contain-
ing (meth)acrylates, unsaturated alkyl and cy-
cloalkyl (meth)acrylates, silicon-containing
(meth)acrylates, aromatic (meth)acrylates,
straight chain or branched haloalkyl (meth)acr-
ylates, terminal alkenes, aralkenes, heterocyclic
alkenes, dienes, vinyl halides, vinyl esters, vinyl
ketones, vinyl amides, vinyl isocyanate; alde-
hydes containing vinyl functionality, epoxy-
alkenes, cyano containing vinyl functionality, vi-
nyl silanes and alkoxyvinyl-silanes, unsaturated
diesters, and functional (meth)acrylates, or mix-
tures thereof.

4. The process of claim 1 wherein the reaction is a batch
reaction.

5. The process of claim 1 wherein the reaction is con-
tinuous.

6. The process of claim 1 wherein the reaction occurs
at a temperature below 40 °C.

Patentansprüche

1. Verfahren zur Bereitstellung verbesserter VOC po-
lymerisierbarer Zusammensetzungen, umfassend
das Umsetzen mindestens eines Hydroxyalkyl(me-
th)acrylats mit mindestens einer Polyphosphorsäure
in der Gegenwart mindestens eines polymerisierba-
ren Lösungsmittels.

2. Verfahren nach Anspruch 1, wobei das polymerisier-
bare Lösungsmittel mindestens ein linearer, ver-
zweigter oder cyclischer C1-C20 Alkylester von Acryl-
oder Methacrylsäure oder Gemische davon ist.

3. Verfahren nach Anspruch 1, wobei das polymerisier-
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bare Lösungsmittel mindestens eine Verbindung,
ausgewählt aus der Gruppe, bestehend aus:

linearem, verzweigtem oder cyclischem C1-C20
Alkylester von Acryl- oder Methacrylsäure, Ami-
noalkyl(meth)acrylaten, (Meth)acrylamiden,
Epoxidhaltigen (Meth)acrylaten, ungesättigten
Alkyl- oder Cycloalkyl(meth)acrylaten, Silizium-
haltigen (Meth)acrylaten, aromatischen (Meth)
acrylaten, geradkettigen oder verzweigten Ha-
logenalkyl(meth)acrylaten, terminalen Alkenen,
Aralkenen, heterocyclischen Alkenen, Dienen,
Vinylhalogeniden, Vinylestern, Vinylketonen,
Vinylamiden, Vinylisocyanat; Aldehyden, die
Vinylfunktionalität enthalten, Epoxyalkenen,
Cyanorest, der Vinylfunktionalität enthält, Vinyl-
silanen und Alkoxyvinylsilanen, ungesättigten
Diestern und funktionalisierten (Meth)acrylaten,
oder Gemischen davon, ist.

4. Verfahren nach Anspruch 1, wobei die Reaktion eine
Chargenreaktion ist.

5. Verfahren nach Anspruch 1, wobei die Reaktion kon-
tinuierlich ist.

6. Verfahren nach Anspruch 1, wobei die Reaktion bei
einer Temperatur unterhalb von 40 °C abläuft.

Revendications

1. Procédé pour fournir des compositions polymérisa-
bles à bas COV améliorées comprenant la réaction
d’au moins un (méth)acrylate d’hydroxyalkyle avec
au moins un acide polyphosphorique en présence
d’au moins un solvant polymérisable.

2. Procédé selon la revendication 1 où le solvant poly-
mérisable est au moins un C1-C20 alkylester linéaire,
ramifié ou cyclique d’acide acrylique ou méthacryli-
que ou de mélanges de ceux-ci.

3. Procédé selon la revendication 1 où le solvant poly-
mérisable est au moins un composé choisi dans le
groupe consistant en :

un C1-C20 alkylester linéaire, ramifié ou cyclique
d’acide acrylique ou méthacrylique, les (méth)
acrylates d’aminoalkyle, les (méth)acrylamides,
les (méth)acrylates contenant un ou des époxy-
des, les (méth)acrylates d’alkyle et cycloalkyle
insaturés, les (méth)acrylates contenant du si-
licium, les (méth)acrylates aromatiques, les
(méth)acrylates d’haloalkyle linéaires ou rami-
fiés, les alcènes terminaux, les aralcènes, les
alcènes hétérocycliques, les diènes, les halogé-
nures de vinyle, les esters de vinyle, les vinyl-

cétones, les vinylamides, l’isocyanate de
vinyle ; les aldéhydes contenant une fonction-
nalité vinyle, les époxy-alcènes, les cyano con-
tenant une fonctionnalité vinyle, les vinylsilanes
et les alcoxyvinylsilanes, les diesters insaturés
et les (méth)acrylates fonctionnels, ou leurs mé-
langes.

4. Procédé selon la revendication 1 où la réaction est
une réaction discontinue.

5. Procédé selon la revendication 1 où la réaction est
continue.

6. Procédé selon la revendication 1 où la réaction se
déroule à une température inférieure à 40°C.
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