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POLYMERIC ACID FOR THIN

FILM APPLICATIONS

Agota F. Fehervari* and William L. Grimm

Polaroid Corporation, 750 Main Street-5C, Cambridge, MA 02139

ABSTRACT

Propyl and butyl half esters of the alternating copolymer iso-
butylene=maleic anhydride (IB=MAn) are polymers of high acid content
(4.67 and 4.38 milliequivalent acid=g polymer). These polymers exhibit
good physical performance in thin films, such as absence of cracking and
minimal curl. The anhydride ring of the copolymer IB=MAn is opened in
refluxing alcohol at atmospheric or elevated pressure; conversion
is monitored by an IR probe (1783 vs. 1733 cm71). The polymers are
stable up to about 50�C. Weight loss corresponding to the reversion to
the anhydride structure is observed at higher temperature, with con-
current increase of anhydride resonances in the IR. Thermal stability of
the half esters is similar to that of alkyl half esters of the alternating
copolymers ethylene=maleic anhydride (EMA) and methyl vinyl
ether=maleic anhydride (Gantrez1 AN 119). The 1-propanol solution of
the propyl half ester of IB=MAn copolymer is a shear thinning fluid, a
significant advantage when coating at high speeds.

Key Words: Isobutylene=maleic anhydride copolymer; Maleic anhy-
dride; Butyl ester; Propyl ester; Polymeric acid; Thin film; Cracking;
Curl; Thermal stability; Rheology; Shear thinning
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ORDER                        REPRINTS

INTRODUCTION

Maleic anhydride copolymers are useful for the introduction of func-
tional groups or crosslinking sites by polymer analog reactions. The anhy-
dride group can be readily opened by reaction with an amine or alcohol,
forming an amide or ester, respectively. Additional functional groups or
polymer side chains can be attached to the polymer chain by the amine or
alcohol, or crossslinks can be formed. The chemical scheme below shows an
example for reaction with alcohols. R1 and R2 are -CH3 for IB=MAn, H for
EMA, R1 is H and R2 is phenyl for styrene=MAn copolymer, and R1 is H
and R2 is -OCH3 for methyl vinyl ether=maleic anhydride copolymer. R3 may
carry additional functional groups.

Scheme 1.

Reactions with simple, normal alkyl alcohols provide some insight to
the esterification process and typical polymer properties. In addition, the n-
alkyl half esters are of practical importance. These are polymers with rela-
tively high acid content and sufficient flexibility so that they are resistant to
cracking and curl in thin, coated films. Industrial application of the methyl
[1�9], ethyl [10] and butyl [11] half esters of the isobutylene=maleic anhydride
copolymer is well documented in the patent literature, however, we found no
publications in referenced journals. Surprisingly, no patent or publication
was found on the 1-propyl derivative. Reported uses of the alkyl half esters of
IB=MAn include adhesives, high-solids coating materials, polymeric foam
applications, heat-resistant plastics, printing plates, etc.

EXPERIMENTAL

Synthesis

The IB=MAn alternating copolymer is dispersed in the corresponding
alcohol (1-propanol or 1-butanol), the mixture is heated to reflux tempera-
ture, then refluxed for several hours. As the esterification progresses, the
polymer slowly becomes swollen in the boiling alcohol, passes through a
swollen gel state, and then gradually dissolves. When the reaction nears
completion, the hazy, fine dispersion becomes a clear and colorless solution.
Reaction conditions and analytical data on the polymers are summarized in
Table 1. Due to the limited choice of common solvents that dissolve the
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ORDER                        REPRINTS

IB=MAn copolymers (dimethylformamide and dimethylsulfoxide), ester-
ification in solution was not practical. Esterification with branched alcohols,
such as 2-propanol, was very slow, probably due to steric hindrance. Neither
of these avenues was further pursued in our current investigations.

Various molecular weight grades of the alternating copolymer IB=MAn,
supplied under the trade name Isobam by Kuraray Co., are used in our
experiments, the grade is also indicated in Table 1. The reaction proceeds at
higher rates at higher temperatures, therefore the majority of the experiments
are conducted at elevated pressures and temperatures. At elevated pressures
(about 25 psi pressure is reached by heating the 1-propanol dispersion in an
air-tight reactor to 120�C) the synthesis is performed in a stainless steel
reactor (Mettler RC-1, Hastalloy pressure vessel). The conversion in the
stainless steel reactor is monitored with an IR probe (ReactIR 1000 from ASI
Applied Systems), comparing the IR absorbance at 1783 cm71 (anhydride
resonance) and 1733 cm7 1 (ester resonance) as a function of reaction time.
Typical curves for experiments 10 and 11 are shown in Fig. 1, which also
illustrates relative reaction rates at reflux versus at 120�C under about 25 psi
pressure. The intensities of the IR resonances simultaneously increase at the
onset of esterification, when polymer dissolution makes IR detection possi-
ble. The intensity (peak height, relative to the baseline) of the acid and ester
resonances for the carbonyl stretching vibrations continues to increase, while
that of the anhydride resonance decreases with increasing conversion, until
both reach a plateau. After heating is discontinued at 6 and 14 hours,

Figure 1. Isobam polymer esterification.
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ORDER                        REPRINTS

respectively, further small changes occur due to changes in volume=
concentration as the temperature decreases. The initial experiments were
conducted at atmospheric pressure (experiments 1�4 and 10). Close to
complete conversion is reached in about 9 hours in 1-butanol (reflux tem-
perature 118�C), as indicated by the acid value approaching the theoretical
value, 4.38 milliequivalent acid=g polymer. In 1-propanol (reflux temperature
97�C) reaction time is about 13�14 hours (theoretical meq: 4.67 milli-
equivalent acid=g polymer). At elevated temperature, 120�C, conversion even
with 1-propanol was practically complete in 6 hours, as indicated in Fig. 1.
Our further experimentation focused on the 1-propyl half ester, since it has a
clear practical advantage over the 1-butyl half ester. That is, the polymer can
be directly coated from 1-propanol, while the boiling point of 1-butanol is
too high to be completely removed in a typical coating operation.

Slight variations in reaction temperature had a negligible influence on
final conversion at constant 6 h reaction time (experiments 14 and 15 com-
pared to 11 and 12). A small amount of added water (0.2% on total weight,
or 6.9 mol% on anhydride content) did not have any detectable effect on the
acid content of the polymer (experiment 13 compared to 11 and 12). Sig-
nificant changes in agitation rate had negligible effect on conversion or
polymer properties (experiments 8 and 9 compared to 6 and 7).

Batch-to-batch reproducibility under identical reaction conditions was
good (experiments 3 and 4, 6 and 7, 11 and 12, 16 and 17). Reproducibility
was equally good in 30 kg size reactor (Hastalloy pressure vessel, experiments
18�23), where reaction time was increased to 6.5 hours. This brought the
acid content of the copolymer even closer to the theoretical value (average of
acid content of these experiments was 4.60 meq=g).

RESULTS AND DISCUSSION

Polymer concentration or solid content, shown in Table 1, was de-
termined by drying the samples until constant weight is reached in a vacuum
oven at room temperature. Determination of solid content by drying the
polymer solution in a hot oven for an extended time gives misleading results.
The equilibrium, shown in Scheme 1, is pushed to the left at high tempera-
tures in the absence of alcohol (dry polymer), and the half ester reverts to the
anhydride. This is illustrated in Fig. 2, showing the effect of oven treatment
of samples 3 and 4 in Table 1. The polymer is stable at 50�C and below, but
slow weight loss was observed even at 70�C, shown in Fig. 3. Reversion to the
anhydride was confirmed by IR measurement on solid polymer samples
treated at 90�C for 3 days. A continuous decrease of the acid and ester re-
sonances at 1705 and 1730 cm71 and a simultaneous increase of the anhy-
dride resonances at 1780 and 1850 cm71 were detected. The most rapid
changes occurred during the first day of oven treatment.
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ORDER                        REPRINTS

Similar thermal behavior was observed with the butyl half ester of
Isobam-6, the butyl and pentyl half esters of EMA and the butyl and hexyl
half esters of Gantrez1 AN 119, with small differences in the rates of re-
version. (Gantrez1 AN 119 is supplied commercially by ISP). The slowest
was the reversion of the butyl half ester of EMA, and the fastest was that of
the propyl half ester of Isobam-6.

A good linear correlation between the density of the polymer solution in
1-propanol and the polymer concentration (expressed in weight percentage)
allows one to obtain the polymer concentration within a few minutes, shown
in Fig. 4. In comparison, drying the samples to constant weight in the va-
cuum oven takes about two weeks. Density of the solutions was determined
using a calibrated Gardner cup of known volume. A Mettler-Paar DMA-45
density meter has also been qualified for this method.

Acid content, or acid value of the polymers, expressed in units of meq=g
(millimole acid per unit weight (g) of dry polymer) in Table 1 was determined
by titration with sodium hydroxide. The polymer solution was diluted with 1-
propanol to approximately 2% by weight, and the solution was titrated with
0.1 N sodium hydroxide solution. A more concentrated solution of polymer
or base caused the polymer to precipitate and=or partially hydrolyze to the
diacid, which leads to erroneous results. The theoretical acid content of the
propyl and butyl half ester of the IB=MAn copolymer are 4.67 and

Figure 2. Isobam-6 propyl half ester in n-Propanol solid content (%).
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ORDER                        REPRINTS

4.38 meq=g, respectively, which is in good agreement with the acid values
listed in Table 1.

The glass transition temperature (Tg) of the propyl half-ester of Iso-
bam-10 polymer was determined to be 65�68�C, using a TA Instruments
2920 Differential Scanning Calorimeter. The inflection point in the reversible
heat flow curve on the second heat was recorded as the Tg, samples were
heated from 720�C to 95�C at 4�C=min. It is necessary to keep the scanning
temperature below 100�C when analyzing the half-ester polymers to avoid
reversion of the ester to anhydride, which would give an erroneously high Tg
value. Thin, coated films of the polymer, as expected in accordance with the
glass transition temperature, are resistant to cracking and curl under stan-
dard testing conditions.

Molecular weight of selected polymer samples was determined by size
exclusion chromatography, shown in Table 2. A Waters 150C instrument
equipped with 2 PL Gel mixed bed columns and an external RI detector was
used with THF eluent at 1 ml=min, and calibrated with polystyrene stan-
dards. The increase in molecular weight as compared to that of the anhydride
copolymer IB=MAn, also shown in Table 2, corresponds to the ester content
of the copolymer. It is slightly lower than expected, based on the acid and
solid content measurements and the disappearance of the anhydride

Figure 3. Isobam-6 Propyl half ester in n-Propanol solid content (%).
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ORDER                        REPRINTS

resonances in the IR spectrum. This may be ascribed to differences between
the methods of the molecular weight measurement.

Viscosity of the polymer solutions, listed in Table 1, was measured with
a Brookfield viscometer at room temperature (22�C). Selected polymer so-
lutions were also blended with poly(vinyl butyral), commercially available

Figure 4. Solid content vs. density of the Propyl half ester of Isobam in n-Propanol.

Table 2. Molecular Weight of IBMA and Its Alkyl Half Esters

Sample Ester

Anhydride

(Grade) Mn Mw

PDI

(Mw=Mn)

Mw*

(Initial)

1 butyl Isobam-6 49,400 112,000 2.27 80,000
4 propyl Isobam-6 41,400 99,900 2.41 80,000

12 propyl Isobam-4 31,000 75,000 2.42 55,000

16 propyl Isobam-10 77,200 197,100 2.55 160,000

* Weight average molecular weight of the anhydride copolymer (Isobam), reported by the
supplier, Kuraray Co.
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under the trade name Butvar1 (grade B72). Shear thinning behavior of these
blends was confirmed by viscosity measurements at high and low shear rates
using a Bohlin VOR rheometer with tapered plug geometry. Results are
summarized in Table 3 for low (1 sec71) and high shear rates (10,000 sec71).
The solutions are all shear thinning, but it is more pronounced in the blend
with higher poly(vinyl butyral) content, and with the polymer of higher
molecular weight. Shear thinning is attributed to H-bonding interactions of
the polymers, which break down at higher shear rates.

CONCLUSION

The propyl half ester of the alternating copolymer of isobutylene with
maleic anhydride can be readily obtained as a solution in propanol by
esterification of the dispersed polymer with the solvent. At elevated tem-
perature (120�C) and pressure (about 25 psi) the reaction is complete in about
6.5 hours. The acid content of the polymer is close to the theoretical acid
content of the half ester, 4.67 millimole acid=gram polymer. Thin, coated
films of the polymer are resistant to cracking and curl. The polymer is
thermally stable to at least 50�C. On prolonged heating of the dry polymer at
higher temperatures, the ester group reverts to the anhydride. Density mea-
surement of the polymer solution can be used as a rapid method to determine
polymer concentration. Solutions of the polymer with poly(vinyl butyral) in
1-propanol are shear thinning. Shear thinning behavior is more pronounced
with increasing molecular weight of the polymer and with higher poly(vinyl
butyral) content, which is an advantage in high speed coating operations.

These polymers may be of practical use in various applications where
high acid content combined with shear thinning in solution form and flex-
ibility in a coated film form are desirable.
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POLYMERIC ACID 25

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
1
:
5
6
 
2
4
 
J
a
n
u
a
r
y
 
2
0
1
1



ORDER                        REPRINTS

for their help with the RC-1 reactions, William Quigley for reactions in the
30 kg pressure vessel, Sheila Rodman for IR measurement of oven treated
polymer samples, Simon Pang and Robert Murphy for DSC & GPC analysis
of polymer samples, Robert Graves for rheology measurements, and Robert
Febonio for physical tests of coated films.

REFERENCES

1. Pechhold, E. Maleic Anhydride=Olefin Polymer Stain-Resists. International
Patent Application WO 9,210,605, June 25, 1992.

2. Hiraga, K.; Morooka, I.; Oba, Y.; Iwasa, S. Soldering Fluxes. Japanese Patent
JP 03,081,092, April 5, 1991.

3. Schulz, B.; Pinther, P.; Hartmann, M.; Klemm, D.; Geschwend, G.;
Dietrich, K.; Nastke, R.; Carlsohn, H.; Kaestner, G.; Seewald, I.;
Hartbrich, H-J.; Walter, R.; Lag, S.; Jasche, K.; Thieme, H. Pyrazole Nitrifica-
tion Inhibitors Incorporated into Polymer Matrix. German Patent DD
260,486, September 28, 1988.

4. Hayashi, Y. Photosensitive Resin Compositions for Printing Plates. Japanese
Patent JP 52,023,147, February 21, 1977.

5. Imoto, S.; Ohara, O. Aqueous Soluble Adhesive Agent. Japanese Patent JP
49,034,181, September 12, 1974.

6. Von Bonin, W.; Aziz El Sayed, I. A. Maleic Half Ester Polymer Foams. Ger-
man Patent DE 2,056,358, May 18, 1972.

7. Von Bonin, W.; Aziz El Sayed, I.A. Foamable Mixtures of Maleic Acid Half
Ester Copolymers and Dicyandiamide or Guanidine Derivatives. German Pa-
tent DE 2,025,894, December 9, 1971.

8. Von Bonin, W.; Aziz El Sayed, I. A. Alkyl Hydrogen Maleate Copolymer
Foams. German Patent DE 2,027,985, December 16, 1971.

9. Von Bonin, W.; Aziz El Sayed, I. A. Heat-Resistant Cellular Plastics. German
Patent DE 2,020,301, November 11, 1971.

10. Imoto, S.; Ohara, O.; Wakabayashi, N.; Yokoyama, K. Adhesive Composi-
tions Comprising Olefin Copolymers and Carboxylic Acids, or Alkali Metal
Salts of These Copolymers, and a Polyvalent Metal Oxide or Hydroxide.
French Patent FR 2,132,383, November 17, 1972.

11. Maeno, T.; Ohara, O. High-Solids Coating Materials. Japanese Patent JP
54,037,133, March 19, 1979.

Received August 10, 2001

26 FEHERVARI AND GRIMM

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
1
:
5
6
 
2
4
 
J
a
n
u
a
r
y
 
2
0
1
1



 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

Order now!

 

Reprints of this article can also be ordered at

http://www.dekker.com/servlet/product/DOI/101081MA120006515

Request Permission or Order Reprints Instantly! 

Interested in copying and sharing this article? In most cases, U.S. Copyright 
Law requires that you get permission from the article’s rightsholder before 
using copyrighted content. 

All information and materials found in this article, including but not limited 
to text, trademarks, patents, logos, graphics and images (the "Materials"), are 
the copyrighted works and other forms of intellectual property of Marcel 
Dekker, Inc., or its licensors. All rights not expressly granted are reserved. 

Get permission to lawfully reproduce and distribute the Materials or order 
reprints quickly and painlessly. Simply click on the "Request 
Permission/Reprints Here" link below and follow the instructions. Visit the 
U.S. Copyright Office for information on Fair Use limitations of U.S. 
copyright law. Please refer to The Association of American Publishers’ 
(AAP) website for guidelines on Fair Use in the Classroom.

The Materials are for your personal use only and cannot be reformatted, 
reposted, resold or distributed by electronic means or otherwise without 
permission from Marcel Dekker, Inc. Marcel Dekker, Inc. grants you the 
limited right to display the Materials only on your personal computer or 
personal wireless device, and to copy and download single copies of such 
Materials provided that any copyright, trademark or other notice appearing 
on such Materials is also retained by, displayed, copied or downloaded as 
part of the Materials and is not removed or obscured, and provided you do 
not edit, modify, alter or enhance the Materials. Please refer to our Website 
User Agreement for more details. 

 

 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
1
:
5
6
 
2
4
 
J
a
n
u
a
r
y
 
2
0
1
1

http://www.copyright.gov/fls/fl102.html
http://www.publishers.org/conference/copyguide.cfm
http://www.dekker.com/misc/useragreement.jsp
http://www.dekker.com/misc/useragreement.jsp
http://s100.copyright.com/AppDispatchServlet?authorPreorderIndicator=N&pdfSource=Dekker&publication=MA&title=POLYMERIC+ACID+FOR+THIN+FILM+APPLICATIONS&offerIDValue=18&volumeNum=39&startPage=17&isn=1060-1325&chapterNum=&publicationDate=03%2F25%2F2002&endPage=26&contentID=10.1081%2FMA-120006515&issueNum=1%262&colorPagesNum=0&pdfStampDate=07%2F28%2F2003+10%3A48%3A02&publisherName=dekker&orderBeanReset=true&author=Agota+F.+Fehervari%2C+William+L.+Grimm&mac=mVD1moK5w%ogaKcg2irruA--

