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ABSTRACT: Classical and low-angle laser light-scattering experiments were performed to measure the
second virial coefficient, Az, and radius of gyration, Ry, of linear poly(o-methylstyrene) (PaMS) in the
poor solvent cyclohexane. The molecular weights, M,,, of the polymers used cover the range of 60 000—
3 500 000, and all samples have narrow molecular weight distributions. The experimental temperatures
are controlled down to about 16 °C below the © temperature (36.2 °C). At this temperature, the scaling
exponent of Ry with M, is 0.414; this appears to be the lowest exponent ever reported for linear chains
of synthetic polymers in solution. A strong molecular weight dependence of the measured A, values for
this PaMS/cyclohexane system is observed. These results are compared with the predictions of available

theories and with other experimental results.

Introduction

Sparked by a theoretical paper by Stockmayer,! there
has been considerable interest over the past 25 years,
on the part of both theorists and experimentalists, in
the “coil—globule” transition of polymer chains in poor
solvents.?2 Besides contributing to our general under-
standing of polymer physics, such studies also constitute
a fundamental step toward understanding the nature
of and basis for protein folding.3

Most of the experimental work on synthetic poly-
mers in poor solvents has involved polystyrene (PS).
However, in recent years several studies of the poly-
(a-methylstyrene) (PaMS)/cyclohexane system have
appeared.*~’ Like PS, PaMS samples which encompass
a broad range of molecular weights and exhibit very
narrow molecular weight distributions can be obtained.
An additional advantage of the PaMS/cyclohexane
system, as first noted by Selser,* is that this system
allows studies to be conducted on high molecular weight
samples further below the © temperature than is
possible with PS/cyclohexane. For example, it was
found via light scattering that a PaMS sample of M,, =
976 000 showed no tendency for phase separation in
cyclohexane at 26 °C (ca. 10 °C below the ® tempera-
ture) over the concentration range from 6.6 x 107 to
2.21 x 1073 g/mL.* It was noted by Selser that this
“noncollapse” behavior of PaMS was similar to that
previously observed for poly(p-chlorostyrene) in n-pro-
pylbenzene.8® Thus, substantially different sub-© be-
havior has been observed for different polymer—solvent
systems.

In this paper, we report the results of some static
light-scattering experiments conducted on the PaMS
samples in cyclohexane at temperatures down to about
16 °C below the ® temperature (36.2 °C). From the Ry
results of the present measurements, we extend the
study of sub-© behavior of PaMS to much greater values
of tMY2, where 7 is the reduced temperature (r = (T —
®)/0) and M is the molecular weight of polymer, than
that reported previously.®” The results obtained are
compared with other experimental findings and with
theoretical predictions.

T Present address: OsteoBiologics, Inc., University Business
Park, 12500 Network, Suite 112, San Antonio, TX 78249.

® Abstract published in Advance ACS Abstracts, January 15,
1997.

S0024-9297(95)00736-4 CCC: $14.00

Experimental Section

Poly(a-methylstyrene) standards, prepared by anionic po-
lymerization, were obtained from Polymer Laboratories and
Pressure Chemical Co. The highest molecular weight polymer,
JL-4, was made in our laboratory by anionic polymerization
in tetrahydrofuran (THF) at —78 °C using high-vacuum
techniques'® with sec-butyllithium as initiator. The tacticity
of anionically produced PaMS has been reported by Cotts and
Selser® as 53% syndiotactic, 41% heterotactic, and 5% isotactic
triads.

Because these PaMS standards have been repeatedly
characterized in our laboratory by a combination of low-angle
laser light scattering (LALLS), membrane osmometry, and
size-exclusion chromatography (SEC), the molecular weights
and polydispersities of these PaMSs are well known. Detailed
characterization procedures have been previously reported.**

The solvent used in the present work was HPLC grade
cyclohexane (Aldrich; 99.9+% by gas chromatography). Lit-
erature values?®? for the physical constants of the solvent were
employed, with the refractive index and density values of
1.4262 and 0.7786 g/mL at 20 °C and of 1.4235 and 0.7739
g/mL at 25 °C, respectively. The values of refractive index
and density at other temperatures were obtained through
extrapolation or interpolation. Light-scattering measurements
on the PaMS/cyclohexane system were conducted using a
Chromatix KMX-6 unit (modified to allow control of temper-
ature to +£0.1 °C) with a 2 mW vertically polarized He—Ne
laser source operating at 633 nm or with a Brookhaven 200SM
goniometer with an Ar" laser operating at 488 nm over an
angular range of 30—150°. For most light-scattering measure-
ments, a custom-designed, temperature-controlled closed loop
filtration system was employed for sample clarification. De-
tails of this clarification system have been reported previ-
ously.®® Concentration ranges in which light-scattering mea-
surements could be conducted without encountering phase
separation were established in the earlier photon correlation
spectroscopy work with the PaMS/cyclohexane system.” The
refractive index increment dn/dc was measured as a function
of temperature and wavelength using an Otsuka Electronics
DRM-1020 double-beam differential refractometer.

A BI-ZP4.0 Zimm Plot software program, purchased from
Brookhaven Instrument Corp., was utilized to analyze light-
scattering results. Toluene was used as the calibration
standard with its Rayleigh ratio (Ro) taken as 39.6 x 106 cm™
at 488 nm and 25 °C.* Rayleigh ratios of toluene at temper-
atures other than 25 °C were obtained through the following
equation:®®

Rot/Rozs = (Id15)(N/Ny5) 1)

where | is the scattering intensity, n is the refractive index,
and t and 25 denote the temperature (°C). Thus, by measuring
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Table 1. Molecular Characteristics of PaMS Samples

samples My x 10742 Mp x 10742 Mu/M¢ MMy
PL-55 5.90 5.38 1.13 1.11
PC-4 11.8 115 1.03 1.03
PL-155 17.7 16.6 1.05 1.05
PC-6 30.5 28.9 1.07 1.06
PL-285 31.3 31.0 1.04 1.03
PC-10 51.5 48.6 1.06 1.06
PC-17 66.5 59.4 1.09 1.06
PL-770 90.3 1.05 1.04
PC-16 114 1.11 1.08
PL-1250 140 1.09 1.08
JM-6 310 1.10 1.09
JL-4 341 1.15 1.17
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Table 2. dn/dc of PaMS in Cyclohexane at Different
Temperatures and Wavelengths

wavelength (nm)

temperatu re
(°C) 633 488
24 0.1830 0.1853
30 0.1835 0.1881
36.2 0.1852 0.1911

Table 3. Radius of Gyration (nm) of PaMS Samples
below ® Temperature

temperature (°C)

10— . . ——

100 1000
-4
My, X 10

Figure 1. Plot of radii of gyration versus molecular weight
for PaMS in cyclohexane at temperatures below the ® tem-
perature: (H) 36.2 °C, (@) 28 °C, (a) 24 °C, and (v) 20 °C.

Table 4. Hydrodynamic Factors ®2 and p of PaMS

Mw x 1074 36.2 28 24 22 20 16
66.5 22.7 20.0
90.3 26.4 23.5 21.7 19.1
114 29.6 26.1 23.8 21.0
140 32.6 28.8 27.1 235 21.9
310 48.8 38.6 34.9 31.9
341 51.3 40.7 36.4 33.3

Samples
36.2°C 28 °C 24 °C 20°C
My x 1074 (o] 0 P ) [0 (o] )

30.5 240 131

66.5 232 131

90.3 233 131 260 141 3.01 3.79 1.22
114 235 131 270 136 322 419 1.27
140 239 130 272 140 2.87 393 1.25
310 235 131 3.04 467 1.21
341 235 1.30 296 486 1.23

the scattering light intensities at respective temperatures, we
were able to obtain the Rayleigh ratios of toluene at 30 and
36.2 °C as 40.6 x 107% and 41.1 x 107% cm™%, respectively.
Rayleigh ratios of toluene at other temperatures were obtained
through extrapolation.

Results and Discussion

Molecular weights and polydispersity values are
presented in Table 1. It can be seen from these data
that samples covering a broad range of molecular
weights and exhibiting narrow and symmetrical molec-
ular weight distributions were used.

The dn/dc values obtained for PaMS in cyclohexane
at 488 and 633 nm are listed in Table 2. The dn/dc
values at other temperatures are obtained through
extrapolation at the respective wavelength.

Radii of gyration, Rq(nm), values are tabulated in
Table 3 and shown in Figure 1. These data lead to the
following power law relationships:

36.2°C, R, = 2.82 x 107°M,,>*** 2)
28 °C, R, = 4.08 x 107°M,,>** €)
24 °C, R, = 4.65 x 107°M,,>** (4)
20 °C, R, = 6.54 x 107°M,,>*** (5)

It is believed that the exponent in eq 5 is the lowest
yet reported for a linear synthetic polymer in solution;
however, this exponent is much larger than the value
of /3 which is predicted for globular particles by theory6
and observed experimentally for globular proteins.’
Further evidence that a globular state is not approached

a @ in units of 1023 mol-1.

for the PaMS/cyclohexane system is seen on examining
Table 4, which contains the hydrodynamic factors @
(=[nIM/(6520PF2) and p (=[52F2Ry) derived by combin-
ing the Ry values of Table 3 with previously reported’
results for intrinsic viscosity, [#], and hydrodynamic
radius, Ry. The ® and p values of 2.4 x 102 mol~! and
1.31, respectively, measured at 36.2 °C are typical of
values reported for other flexible chains at the ©
temperature. For globular particles, it is predicted!®
that p = 0.775 and ® = 9.23 x 102 mol~%. Although
we observed tendencies toward these values as the
temperature is lowered below ©, even at 20 °C we
clearly have not reached the globular state based on this
analysis. However, Figure 2 reveals that the constant
K, = (InIMMINAR¢?RH), where Na is Avogadro’s number,
increases systematically (linearly with TM?) from its
value for flexible coils to a value near 5, which is
anticipated for spherical objects, as temperature is
decreased. This trend may reflect the expected collapse
of the chain toward the spherical conformation.1®

The contraction behavior of PaMS based entirely on
the Ry results is presented in Figure 3. In this experi-
ment, we were able to extend the |t|MY2 values to over
100, which is larger than that previously reported using
hydrodynamic measurements.” The leveling off is seen
at ag®|t|MY2 values of about 28 + 3 g2 mol'/?, corre-
sponding to a |7]M¥2 value of about 60 g~2 mol2 or
greater. Itis interesting to note that a maximum value
appears to be reached around a |7|M*2 value of 70, and
then a4®|7|MY2 gradually decreases. Such behavior was
not detected in our previous hydrodynamic measure-
ments.” It cannot be entirely ruled out that this
maximum may be due to the experimental errors, which
are larger in such experiments. More experimental
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Table 5. My, and A2 Measured at Three Different Temperatures
20°C 24°C 30°C
sample Mw x 1074 —A, x 10° My x 1074 —A, x 105 Mw x 1074 —A, x 10°
PL-55 6.00 6.11 6.10 1.65
PL-155 18.0 9.18 17.6 3.89 17.9 1.41
PL-285 31.3 14.6 314 6.01 33.2 2.65
PC-10 475 8.10 48.9 3.39
PC-17 67.0 10.1 67.4 4.32
PL-770 88.2 12.0 88.2 5.74
PC-16 102 14.3 108 7.31
aIn units of mol mL/g2.
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Figure 3. Master curve of expansion factors of radius of
gyration of PaMS in cyclohexane.

work is required to resolve this issue, but it should be
noted that Grosberg and Kuznetsov2®2! recently have
predicted such behavior through their single-chain
collapse theory.

Values of second virial coefficients measured at three
temperatures below © are presented in Table 5. These
data were generated using the Chromatix light-scat-
tering unit because its design allowed scattering inten-
sities to be reliably measured at lower concentrations
than were possible with the Brookhaven unit. Results
for A, (mol mL/g?) obtained in our laboratory for a few
samples using either Brookhaven or Sofica units are
also in agreement with the data given in Table 5.
Strictly linear concentration dependencies were ob-
served in the LALLS experiments implying an absence
of aggregation (see Figure 4 as an example). Further-
more, the molecular weights measured under sub-©
conditions (Table 5) are in agreement with values
measured previously for the same samples in good

2-0‘\‘\‘\‘\‘\‘\
© 1
o
A
x 1.5
]
14
=~
O
X 1.0 -
0.5
0.0 1 1 T T T T T T
0 5 10 15 20 25

Concentration (g/mL) x 10*
Figure 4. Plot of KMX-6 LALLS data for PaMS 475K.

solvents.?223 Very strong molecular weight dependen-
cies are observed at each temperature below © for the
PaMS/cyclohexane system as follows:

30 °C, —A, =5.5 x 10 'm,°># (6)
24°C, —A,=6.0 x 10°M 2" 7)
20°C, —A, = 2.4 x 10°'M,>*° (8)

We believe the exponent in eq 8 may be somewhat in
error because of the limited range of molecular weights
which could be investigated at this temperature due to
solubility problems with higher molecular weight
samples. These data are in contrast to the finding by
Tong et al. and Perzynski et al. for PS in cyclohexane
below ©,2 where A, was found to be independent of M,,.
We have confirmed the finding that A; is approximately
independent of molecular weight for the high molecular
weight PS/cyclohexane system below the ® temperature
recently in our laboratory.?> In addition, Yamakawa
and co-workers have published similar observations.26
Thus PaMS and PS clearly exhibit different sub-© A,
behavior in cyclohexane. Itis interesting to note in this
regard that Wolf and Adam observed strong molecular
weight dependence of A, on My, for PS in tert-butyl
acetate both below the upper critical solution temper-
ature (UCST) and above the lower critical solution
temperature (LCST).2” In addition, they observed the
overall magnitude of A, to increase with M,, above the
LCST but to decrease with M, below the UCST. We
observe the former molecular weight dependence in this
work, but for a system involving the UCST. Suitable
theories accounting for the complex behavior of A, below
® are not available for comparison. Recently, Ya-
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Figure 5. Plot based on the two-parameter theory involving
both A; and Ry for various PaMS samples as a function of
M, Y2,

makawa has proposed a model that takes into account
chain end effects to explain the very weak molecular
weight dependence of A, for PS/cyclohexane under
sub-® conditions.?86 However, the strong molecular
weight dependence of the present PaMS/cyclohexane
system still awaits theoretical explanation. Obviously
the chemical structure difference between PS and PaMS
segments plays a major role in the difference of the A,—
M,, relationship between the two systems. Unfortu-
nately current molecular theories neglect the detailed
chemical structures of polymer chains. Thus, a revision
of theories needs to be done to incorporate the local
characteristics of polymer chains into the global prop-
erty treatment.

In Figure 5 we present a plot based upon the two-
parameter theory for the various PaMS samples as a
function of reduced temperature. This plot clearly
shows that A;M/Rg? is a single-valued function of (1 —
O/T)MY2, as expected from the two-parameter theory.2°
The scatter is surprisingly small given the cumulative
errors in plots of this type, especially for experiments
done under sub-® conditions.

In conclusion, we observed considerable contraction
of PaMS coils below the ® temperature. However, the
globular state is not approached based on consideration
of the scaling exponents of Ry with My, and on compari-
son of measured hydrodynamic parameters, p and @,
with values predicted by theory. An asymptotic region
is observed in the plot of og®7|MY2 versus |t|MY? with a
possible maximum value. These results are consistent
with the interpretation of Grosberg and Kuznetsov?9-21
that true equilibrium single-chain collapse has not yet
been observed for typical flexible polymer chains. Fur-
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thermore, a strong dependence of A, on both tempera-
ture and M, is observed for the PaMS/cyclohexane
system.

Acknowledgment. We are grateful to Professor Guy
C. Berry for his helpful suggestions.

References and Notes

(1) Stockmayer, W. H. Makromol. Chem. 1960, 35, 54.

(2) For extensive listings of theoretical and experimental refer-
ences on this subject, see: Selser, J. C. Macromolecules 1985,
18, 585. Hadjichristidis, N.; Lindner, J. S.; Mays, J. W.;
Wilson, W. W. Macromolecules 1991, 24, 6725. Grosberg, A.
Y.; Kuznetsov, D. V. Macromolecules 1993, 26, 4249.

(3) Chan, H. S;; Dill, K. A. Physics Today 1993, February, 24—
32.

(4) Selser, J. C. Macromolecules 1985, 18, 585.

(5) Lindner, J. S.; Hadjichristidis, N.; Mays, J. W. Polym.
Commun. 1989, 30, 174.

(6) Cotts, P. M.; Selser, J. C. Macromolecules 1990, 23, 2050.

(7) Hadjichristidis, N.; Lindner, J. S.; Mays, J. W.; Wilson, W.
W. Macromolecules 1991, 24, 6725.

(8) Chiba, A.; Uzaka, S.; Uda, M.; Doi, S. Rep. Prog. Polym. Phys.
Jpn. 1974, 17, 105.

(9) Hanafusa, K.; Teramoto, A.; Fujita, H. J. Phys. Chem. 1966,
70, 4004.

(10) Morton, M.; Fetters, L. J. Rubber Chem. Technol., Rubber
Rev. 1975, 40, 359.

(11) Mays, J. W.; Hadjichristidis, N.; Graessley, W. W.; Fetters,
L. J. J. Polym. Sci., Polym. Phys. Chem. 1986, 24, 2553.

(12) Riddick, J. A.; Bunger, W. B.; Sakano, T. K. Organic Solvents:
Physical Properties and Methods of Purification; Wiley-
Insterscience: New York, 1988.

(13) Wan, Y.; Xu, Z.; Li, J.; Rosenblum, W. M.; Mays, J. W. J.
Appl. Polym. Sci. 1993, 49, 2705.

(14) Bender, T. M.; Lewis, R. J.; Pecora, R. Macromolecules 1986,
19, 244,

(15) Chu, B. Laser Light Scattering: Basic Principles and Practice,
2nd ed.; Academic Press: New York, 1991.

(16) Williams, C.; Brochard, F.; Frisch, H. L. Annu. Rev. Phys.
Chem. 1981, 32, 433.

(17) Abad-Zapatero, C.; Lin, C. T. Biopolymers 1990, 29, 1745.

(18) Konishi, T.; Yoshizaki, T.; Yamakawa, H. Macromolecules
1991, 24, 5614.

(19) Berry, G. C. J. Polym. Sci., Part B: Polym. Phys. 1988, 26,
1137.

(20) Grosberg, A. Y.; Kuznetsov, D. V. Macromolecules 1993, 26,
4249,

(21) Grosberg, A. Y.; Kuanetsov, D. V. J. Phys. Il (Fr.) 1992, 2,
1327. See also: Wittkop, M.; Kreitmeier, S.; Goritz, D. J.
Chem. Phys. 1996, 104, 3373.

(22) Mays, J. W.; Nan, S.; Lewis, M. E. Macromolecules 1990, 24,
4857.

(23) Lindner, J. S.; Wilson, W. W.; Mays, J. W. Macromolecules
1988, 21, 3304.

(24) Tong, Z.; Ohashi, S.; Einaga, Y.; Fujita, H. Polym. J. 1983,
15, 835. Perzynski, R.; Delsant, M.; Adam, M. J. Phys. (Paris)
1987, 48, 115.

(25) Li, J.; Mays, J. W. Unpublished observations.

(26) Yamakawa, H.; Abe, F.; Einaga, Y. Macromolecules 1994, 27,
5704.

(27) Wolf, B. A.; Adam, H. J. J. Chem. Phys. 1981, 75, 4121.

(28) Yamakawa, H. Macromolecules 1993, 26, 5061.

(29) Yamakawa, H. Modern Theory of Polymer Solutions; Harper
and Row: New York, 1971.

MA950736U



