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ABSTRACT: The segmental dynamics of backbone-deuterated polystyrenes (dsPS)
with varying molecular weights (1.7-67 kg/mol) have been measured in blends with
poly(vinyl methyl ether) (PVME). 2H NMR T, values at 15 and 77 MHz are reported
for the pure d3sPS and for the dilute dsPS component in PVME matrices. The temper-
ature shift that is needed to superpose the NMR T; data for the pure dsPS and the
d3PS as a dilute component in the blend ranges from 45 to 70 K. In the framework of
Lodge/McLeish model, the self-concentration value for dsPS in these dilute blends
with PVME is found to be independent of molecular weight. We thus establish for
this system that the substantial influence of molecular weight on the blend segmental
dynamics can be explained by homopolymer T, differences. ©2007 Wiley Periodicals, Inc.
J Polym Sci Part B: Polym Phys 45: 2252-2262, 2007
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INTRODUCTION

A great deal of recent attention has focused upon
dynamics in miscible polymer blends. Although
these systems form a single thermodynamic
phase that is mixed on a molecular level, there is
strong evidence that the individual components
in the blend do not in general have similar relax-
ation times.'° In the blend of polyisoprene and
polyvinylethylene, for example, the segmental
relaxation times of the two components can differ
by up to four orders of magnitude, if the tempera-
ture is low and the blend is rich in polyvinylethy-
lene.® Even though miscible blends typically
show a single glass transition temperature T, as
measured by calorimetry, the transition is broad
and consistent with the distinct component
dynamics observed in dielectric relaxation, NMR,
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and other experiments.”?! Each component in
the blend can be assigned its own effective glass
transition temperature Tg’eff_s”? The overall calo-
rimetry signal is then interpreted as a combina-
tion of two broad processes occurring at different
temperatures. In a few cases, two separate calori-
metric transitions have been observed in miscible
blends.?' 23

For homopolymers, it is well understood that
there are two conceptually distinct ways to
change T, while maintaining a pure homopoly-
mer melt. Either the chemical structure of every
repeat unit can be modified to form a different
homopolymer, or the molecular weight can be
altered without changing the structure of the
repeat unit; for linear homopolymers, increasing
molecular weight increases T, up to an asymp-
totic value. These same two methods can be used
to alter Ty for one component in a miscible
polymer blend. In this article, we address
whether or not these two ways of changing T'g ¢
are equivalent.

It is easiest to describe this issue in terms of a
particular model. The Lodge-McLeish (LM) model,
for example, in its most simple form (combined
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with the Fox equation), predicts T ¢ for a given
component in a binary blend using four parame-
ters: the blend composition ¢, the glass transition
temperatures of the two homopolymers, and the
self-concentration ¢.¢ for the component of inter-
est.? Although ¢ is calculated from a number of
homopolymer properties, none of these vary sig-
nificantly with molecular weight down to quite
low molecular weights. Thus, this version of the
LM model says that molecular weight per se is not
an important parameter for blend segmental
dynamics. In this context, molecular weight influ-
ences T osr only insofar as it changes the T of the
homopolymers.

The effect of molecular weight on the segmen-
tal dynamics of miscible blends is also an impor-
tant practical issue. Molecular weight has a
strong influence on the viscoelastic properties of
miscible blends.'®?* This influence is a combina-
tion of a topological effect (e.g., increasing entan-
glements) and the changes in local dynamics that
occur with molecular weight. In addition, many
experiments have been done on miscible blends
in which at least one component is low enough in
molecular weight that its T, (as a homopolymer)
is substantially less than the high molecular
weight value.'®'32527 Often, this strategy has
been utilized to achieve miscibility in systems
that otherwise would phase separate. It would be
useful to know if it is fair to compare these
results with those obtained using high molecular
weight blends. While it has generally been
assumed that this is the case, we address this
point explicitly here.

In this article, we report an NMR investiga-
tion of the segmental dynamics of backbone-
deuterated polystyrenes (dsPS) with varying
molecular weights as pure melts and as a dilute
component in blends with poly(vinyl methyl
ether) (PVME). The PS/PVME system is chosen
because of its miscibility over a wide range of mo-
lecular weights and the large T, difference
between the two homopolymers. This latter fac-
tor accentuates the degree to which the two com-
ponents exhibit distinct segmental dynamics.?
The PS/PVME system has been well character-
ized in other respects, including phase behav-
ior,2>%® segmental dynamics,?*3” and terminal
dynamics.?*%%*? The PS/PVME system shows
LCST phase behavior?®294344 anq its dynamics
are thermorheologically complex at both the seg-
mental and terminal levels.??

Here, we utilize dsPS with molecular weights
of 2, 15, and 67 kg/mol. The T, difference
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between the PS and PVME components in our
blends varies from 81 to 126 K, depending upon
the PS molecular weight. Thus, in our study, the
influence of molecular weight and chemical struc-
ture on the difference in T, between the two com-
ponents in the blend are nearly comparable. We
report the segmental dynamics of the polystyrene
component in blends that contain only 2% PS. As
shown previously, this procedure investigates the
properties of dilute chains that are essentially
isolated from one another in a host matrix, and
thus intermolecular concentration fluctuations
have a negligible effect on our results.*254

We find that each of the three d;PS/PVME
blend systems examined shows distinct segmen-
tal dynamics. The temperature shifts needed to
describe the effect of blending upon the dilute
d3PS component range from 45 to 70 K, depend-
ing upon the d3PS molecular weight. Using the
LM model,® we find that a single ¢gor value can
reasonably describe the segmental dynamics of
dsPS in all three dilute PS/PVME blends. For
this particular system, we can answer the ques-
tions posed above about the influence of molecu-
lar weight upon segmental dynamics in miscible
blends. Within the context of the LM model,
knowledge of the homopolymer T, values is suffi-
cient for understanding the component segmental
dynamics even if these T, values are substantially
influenced by the low molecular weight of a blend
component.

EXPERIMENTAL

Materials

Backbone deuterium enriched PS of three molec-
ular weight were purchased from Polymer
Source,: M, = 1.7 kg/mol (d3PS2k), M,, = 15 kg/
mol (d3PS15k), and M,, = 67 kg/mol (d3PS67k).
PVME with M, = 48.5 kg/mol was obtained from
Scientific Polymer Products. Characterization
information for all polymers is given in Table 1.

Table 1. Sample Characterization

Sample M, (g/mol) M /M, T, (K)
d;PS2k 1,670 1.06 331
dsPS15k 15,000 1.04 373
dsPS67k 67,000 1.05 376
PVME 48,500 1.95 250
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Sample Preparation

All the pure dsPS samples were prepared by
loading 0.5 g of granular PS into 5-mm diameter
NMR tubes. The tubes were then placed in a vac-
uum oven at room temperature for 24 h, then
heated to Ty — 20 K for 4 h, and finally heated to
Ty + 50 K for 2 h. This temperature program
removed any residual solvent from the polymer
and allowed the sample to flow into a continuous
melt at the bottom of the NMR tube. The samples
were then cooled to room temperature and sealed
under vacuum.

The 2% dsPS2k/PVME blend was prepared by
solvent casting dilute THF solutions (about 500 mg
of total polymer in 50 mL solvent). The blend was
stirred for 24 h to ensure complete mixing. After
approximately 90% of the solvent was removed by
blowing N gas onto the solution surface, the solu-
tion was transferred to an NMR tube and the
remaining solvent was removed under vacuum.
As the viscosity increased with the removal of
THF, the solution was coated as a thin film onto
the wall of the NMR tube and held under vacuum
for at least 24 h to ensure complete removal of sol-
vent. Finally the blend was heated and allowed to
flow to the bottom of the NMR tube. The sample
was then sealed under vacuum.

A different method was used to prepare the 2%
d3PS15k/PVME and 2% d3PS67k/PVME blends
since they are more viscous and do not flow easily
upon heating. Approximately 500 mg of total
polymer was dissolved in 50 mL of THF and this
solution was placed in a vial. Solvent was
removed under vacuum at room temperature for
48 h, after which the samples were heated at 348 K
for 24 h, and then 400 K for 3 h. Because the
polymer blend film in the vial was thin (~ 1 mm),
this procedure allowed complete removal of the
solvent. The vial containing the blend was then
submersed rapidly into liquid nitrogen. While
taking care to keep the blend in the glassy state,
the vial was broken and small pieces of the blend
were carefully separated from the broken vial
and transferred to an NMR tube. The blend bits
were lightly pressed into the bottom of the NMR
tube and placed under vacuum for 24 h. Next the
samples were placed in the vacuum oven and
heated at 400 K for about half an hour. Finally
the NMR tubes were sealed under vacuum.

T; and Miscibility

Differential scanning calorimetry measurements
were carried out on a Netzsch 200 DSC. Four

successive heating and cooling cycles were run at
a rate of 10 K/min over temperatures ranging
from Ty — 50 K to Ty + 50 K. T is taken as the
midpoint of the transition trace. Successive scans
gave Ty values that agree to within 1 K and the
average values are reported in Table 1.

We performed cloud point measurements to
ensure that our NMR experiments were only con-
ducted in the one phase region. Previous studies
have shown that PS/PVME has a LCST phase
diagram.?®294344  Cloud points for ds;PS67k/
PVME blends are shown in Figure 1. The 2%
dsPS67k/PVME blend utilized in our NMR
experiments does not phase separate until the
temperature reaches 428 K. We limited our
experiments on this sample to lower tempera-
tures. Based on this result, we expect that 2%
blends of d3PS with lower molecular weights will
remain in the single phase regime up to higher
temperature. Consistent with this expectation,
no cloud point was found for 2% d;PS2k/PVME
or 2% dsPS15k/PVME blends up to 473 K, the
limit of our NMR measurements. All the cloud
point tests were carried out in a vacuum oven to
avoid oxidization.

NMR Measurements

H NMR spin-lattice relaxation times T were
measured by the standard inversion-recovery
(t — v — n/2) pulse sequence, waiting more than

430—} -

420 -
{ 2 Phase

Temperature (K)

ol | ] -
= -

1 Phase

390k . 1 . 1 . +H
0.0 0.2 0.4 0.6

6 (d,PS)

Figure 1. Cloud point measurements for d;PS67k/
PVME blends.
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10 times T'; between the acquisition and the next
pulse. T'; is the time required for the magnetiza-
tion to return to its equilibrium state and, as we
discuss below, it is sensitive to segmental dynam-
ics. The number of scans used for signal averag-
ing varied from 128 to 1024, depending on the
temperature. The data was processed with line
broadening equal to one-tenth of the line width of
the spectrum. All T; values presented in this ar-
ticle were calculated using peak area, based upon
at least three trials. The uncertainty in 7, is
+5%. Peak areas are used rather than peak
intensities since for low molecular weight sam-
ples the latter gives disproportionate influence to
the dynamics near the chain ends.

All measurements were performed on a Varian
Inova-500 NMR spectrometer (76.7 MHz) and a
Bruker DMX NMR spectrometer (15.2 MHz).
Temperature was controlled to =0.5 K and cali-
brated within =3 K using a combination of an
ethylene glycol thermometer and melting point
standards. All measurements were done in the
one phase region. As a test for sample degrada-
tion, T; was reacquired at lower temperatures
after exposure to high temperature. The latter
results agreed with earlier measurements within
experimental error, and thus we conclude that
no significant sample degradation occurs in the
temperature range of our measurements.

Data Interpretation

Electric quadrupole coupling is the dominant fac-
tor determining the rate of 2H spin-lattice relaxa-
tion. The equation below*®™® is the description of
the relationship between the spin-lattice relaxa-
tion time T; and the reorientation of a C-D bond.

i_i 2 92QQ
T, 10" | &

2
] J(w) +4d(2w)] (1)

Here w/27n is the Larmor frequency and the
quadrupole coupling constant e?qQ/h is taken as
172 kHz for dsPS backbone deuterons.*®*5° J(w)
is the spectral density function:

J(w) =5 / G(t)e’i“’tdt (2)
—00
G(¢) is the orientation autocorrelation function

which describes the reorientation of a C-D inter-
nuclear vector.
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3 9 1
Glt) = 5 (cos? 0(0)) — 5 (3)

Here 0(¢) is the angle of the C-D bond relative
to its orientation at time ¢ = 0.

As shown in eqs 1-3, the connection between
the experimental observable 7; and molecular
motion is made through the orientation autocor-
relation function G(¢) for a C-D bond vector. The
modified Kohlrausch-Williams-Watts function is
used to represent the autocorrelation function

G(@):
G(t) = alibe_t/r]ib + (1 — ahb>e_(t/fseg)ﬁ (4)

This function indicates that C-D vector reorien-
tation occurs through two mechanisms: librational
and segmental motions. a;;, and 1y, characterize
the amplitude and relaxation time for librational
motion. 15, was set to 1 ps since our fitting analy-
sis is insensitive to its precise value. 74, and
f describe a characteristic segmental relaxation
time as well as its distribution. We assume 7., fol-
lows a VIF dependence:*"+%2

Teg) __ B
l%<%)_T% )

Here 7., B, and T are constants for a given
component in a particular blend. The correlation
time for segmental dynamics tgeq is the time in-
tegral of the segmental portion of the correlation

function:
Tseg,c = TS%F(%> (6>

We report our results as 74z rather than g,
since the former quantity is determined with
higher precision.

RESULTS

NMR Spin-Lattice Relaxation Times

2H T, values for pure low molecular weight poly-
styrene (d3PS2k) and for this polymer as a dilute
component in a PS/PVME blend are presented in
Figure 2. The upper and lower curves are meas-
ured at 76.7 and 15.2 MHz, respectively. At each
field, the temperature where the 7; minimum
occurs for the dsPS2k is shifted about 45 K to
lower temperature after it has been blended with
PVME. Since the 7T minimum approximately
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Figure 2. NMR T, values of pure d3PS2k (solid
circles) and 2% dsPS2k (open circles) blended with
PVME at 15.2 and 76.7 MHz. Solid lines are mKWW
fits obtained by simultaneously fitting all the data for
a given blend.

indicates the temperature at which the segmen-
tal dynamics occur on a 1 ns timescale, this indi-
cates that the segmental dynamics of PS become
faster when they are surrounded by PVME seg-
ments as opposed to PS segments. Note that a
45 K shift is much less than the AT, of 81 K for
this blend. Since the dynamics of the PVME com-
ponent in the blend should be very similar to
pure PVME dynamics, this result is an indication
of distinct segmental dynamics for the two com-
ponents in this blend. If the PS dynamics were
slaved to the dynamics of the PVME matrix, a
temperature shift of ~ 81 K would have appeared
in Figure 2.

Figures 3 and 4 are analogous to Figure 2 and
they show the results for dilute blends of higher
molecular weight d3PS chains with the same
PVME sample used in the experiments shown in
Figure 2. Because of the temperature limitation
of our NMR probe, we could not measure the T
minimum for pure dsPS15k and dsPS67k sam-
ples at the higher field. However, the data
acquired at 15 MHz does not have this limitation.
The temperature shifts upon blending for these
samples is larger than that shown in Figure 2;
this is expected since AT, has increased. As was
the case for Figure 2, the temperature shifts in
Figures 3 and 4 are considerably smaller than
the AT, values for the blends.

We note that the pure PS data in Figures 24
is consistent with our expectations based upon

-1.6 -
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¥ -2.04 77 MHz L
\_
£
g 224 -
a B pured,PS15k
544 O 2% d,PS15k/PVME L
T |=—— mKWW fits ™
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(]
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T T T T T T T T T
360 400 440 480 520
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Figure 3. NMR T values of pure d3PS15k (solid
squares) and 2% d3PS15k (open squares) blended
with PVME at 15.2 and 76.7 MHz. Solid lines are
mKWW fits obtained by simultaneously fitting all the
data for a given blend.

the T, values for these samples. The Ty minimum
of the pure PS moves to higher temperature as
the molecular weight of PS increases, which indi-
cates that the segmental dynamics of PS become
slower with increasing molecular weight. The
temperature difference between the Ty minima of
the pure PS samples is equal to the T, difference
(within a few K) as reported in previous work.”?

A
-1.6 -
-1.8 L
77 MHz
¥ 204 -
<
[o I - -
9 2.2 A pured,PS67k
A 2% d,PS67k/PVME
24T kww fits i
-2.6 15 MHz B
A
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Figure 4. NMR T values of pure dsPS67k (solid tri-
angles) and 2%d3;PS67k (open triangles) blended with
PVME at 15.2 and 76.7 MHz. Solid lines are mKWW
fits obtained by simultaneously fitting all the data for
a given blend.
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Table 2. Fitting Parameters for dsPS Segmental

POLYSTYRENE DYNAMICS IN BLENDS WITH PVME

Dynamics

Sample B (X To X" t(ps) am® f°
dsPS2k 700 265 0.23 0.12 0.45
dsPS15k 700 310 0.27 0.21 0.50
dsPS67k 700 313 0.26 0.19 0.48
2% dsPS2k/PVME 700 215 0.31 0.14 0.50
2% dsPS15k/PVME 700 235 0.35 0.06 0.47

2% dsPS67k/PVME 700 240 0.33 0.04 0.46

2 B constrained to 700 K.
® Uncertainty is 15 K.
¢ Uncertainty is 0.07.

Segmental Correlation Times

To extract the maximum information from the
NMR T, values, we fit the experimental results
to the motional model described in the Experi-
mental Methods section. In brief, we used a modi-
fied Kohlrausch-Williams-Watts function (eq 4) to
describe the orientation autocorrelation function
of a C-D bond at a particular temperature. The
segmental correlation time 7., is a characteris-
tic decay time for this function. 7e. . as function
of temperature is obtained by this procedure,
with the assumption that the temperature
dependence can be described by the Vogel-
Tammann-Fulcher equation (eq 5).

Figures 2—4 show solid lines indicating the fits
obtained by this procedure. In every case, all the
T, data at both frequencies for a given sample
are simultaneously fit using five fitting parame-
ters: aip, Too, B, B, and Ty. As shown in the
figures, the quality of the fits is quite good. The
fitting parameters obtained are presented in
Table 2.

The segmental correlation times for PS seg-
ments in the pure melts and in each blend as a
function of temperature are shown in Figure 5;
these were calculated using eq 6 and the parame-
ters in Table 2. Representative error bars for the
calculated correlation times are shown. Figure 5
shows that the segmental dynamics of PS are
speeded up by the presence of PVME segments,
especially for dsPS15k and d3PS67k, and this
effect is more pronounced at lower temperature.
For example, for d3sPS15k at 430 K, the segmen-
tal relaxation time is about 100 times faster upon
blending with PVME.

The dependence of the correlation time upon
temperature is almost identical for the three
pure PS samples over the temperature range of
this NMR study. If we shift the curves by AT, an
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Figure 5. Segmental correlation times for pure
d3PS of three molecular weights as pure melts and as
2% blends with PVME. The solid symbols are the cal-
culated correlation times for pure dsPS melts while
the open symbols are the calculated correlation times
for d3PS as a dilute component in the blends. Correla-
tion times are calculated using the fit parameters in
Table 2. The lines are the fits of the LM model to the
blend segmental correlation times with ¢gqr = 0.52.

excellent master curve is obtained, as shown in
Figure 6. This result supports the view that the
segmental dynamics of PS melts of differing mo-
lecular weights are identical if the temperature
scale is shifted to account for the differing T
values,’® at least for temperatures well above T,.

1 . ] . 1
® pured,PS2k

-6.5 i | pure d,P515k (shifted 42K) |
.i A pure d,PS67k (shifted 45K)

- _g54 i“ L
»
-9.0 o B
i ®
-9.5 1 u
T T T T T
400 440 480

T(K)

Figure 6. Segmental correlation times for the three
pure dsPS samples. The correlation times for the
higher molecular weight samples have been shift by
an amount AT, as indicated. To a good approximation,
these three samples show identical segmental dynam-
ics after correcting the temperature for T, differences.
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Our results show that this applies for molecular
weights ranging from 1700 to 67,000 g/mol.

A few details about the fitting procedure need
to be stated explicitly. Because of relatively small
range of correlation times probed by the NMR
measurements, the VI'F parameters (B and T,)
are highly correlated with each other. Based on
preliminary fits, B was constrained to be 700 K
for all blends studied. Given this constraint, T, is
accurate within 15 K, while ay;, and f both have
a typical uncertainty of 0.07. As a check, we also
fit all the data without any constraints on the
five parameters. This method yielded essentially
the same 7¢q . values as those shown in Figure 5.
At no point, do these two fitting procedures yield
Tsegc Values that differ by more than the error
bars shown.

DISCUSSION

Effect of Molecular Weight on Blend Dynamics

As discussed in the introduction, we wish to con-
sider the effect of molecular weight on the seg-
mental dynamics of miscible blends in which the
repeat unit structure of the blend components is
unchanged. Before comparing our data to model
predictions, we directly compare the experimen-
tal data for the blend systems with the data for
the corresponding pure polystyrene melts. In Fig-

L 1 L L L L L
® pure d,PS2k
O 2% d,PS2k/PVME (shifted 45K)

-1.84

Log(T,/s)

1 1 1
NN
IN [} o)

1 1 1

N
o)}
1

N
©
1

T T T T T T T
400 420 440 460 480 500 520
T(K)

Figure 7. Superposition of T; data for dsPS2k in
the homopolymer and 2% dsPS2k/PVME blends. A
small vertical shift has been applied to the 77 MHz data.
The pure dsPS2k data is plotted at the experimental
temperature while the blend data is shifted by amount
shown. The lines show mKWW fits from Figure 2.

1 6'5 B pured,PS15k |
) O 2% d,PS15k/PVME(shifted 70K)
-1.84 L
¥ -2.07 77 MHz T
E ooeeod 0
o -2.27 -
o
|
-2.4 -
.a
-2.64 .-‘D -
-2.8+ o

440 460 480 500 520 540
T(K)
Figure 8. Superposition of 7 data for d;PS15k in
the homopolymer and 2% d3PS15k/PVME blends. A

small vertical shift has been applied to the data taken
at 77 MHz.

ure 7, we show that the NMR T data for the
d3PS2k sample in the blend is very similar to the
data for a pure melt of d3PS2k if a temperature
shift of 45 K is uniformly applied to the blend
data at each field. This implies that the effect of
blending in this sample to a first approximation
is to lower the effective Ty (Tg o¢¢) of the PS chains
by 45 K without changing other aspects of the
dynamics. Similar statements may be made
about the higher molecular weight PS samples as
shown in Figures 8 and 9. Here, the shift in Ty o
for the PS chains is 70 K in both cases. These

A A pured;PS67k

-1.619 A 2% d,PS67k/PVME(shifted 70K) [

1.8+ o
= 2.0- 77 MHz L
\‘_ .-
e a
o -2.2+ -
(¢}
-l

2.4+ -

2.6

-2.8+

T L] T T T
440 460 480 500 520
T(K)

Figure 9. Superposition of 7 data for d3;PS67k in
the homopolymer and as a dilute component in PS/
PVME blends. Small vertical shifts have been applied
to the data.
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same temperature shifts are obtained by shifting
the correlation times shown in Figure 5. In con-
structing Figures 7-9, we have made small verti-
cal shifts in the data (less than 0.05) to achieve
the best superposition.

Based upon these comparisons, we can make
two statements about these blended systems.
First, the dilute chains are clearly not slaved to
the dynamics of the host PVME matrix, since in
all cases ATg e (45—70 K) is considerably less
than the AT, between the homopolymers (81-120
K). Second, even though the dilute PS chains are
essentially completely surrounded by PVME
chains, and isolated from each other, the molecu-
lar weight of the dilute chains does influence
their dynamics. As shown in Figure 5, at a given
temperature, the dilute low molecular weight PS
chains have Ty about 25 K lower than the
dilute higher molecular weight chains. However,
the influence of molecular weight on the dilute
chain’s dynamics is not simply related to the T,
difference between the PS chains (~ 45 K).

Fits to the Lodge-McLeish Model

Next, we consider the extent to which the quanti-
tative features of the data can be explained by
the Lodge-McLeish (LM) model.? This model has
been reasonably successful in describing blend
dynamics in a wide range of systems, including
dilute blends. As described in the introduction,
molecular weight does not explicitly enter the
LM model, except that the self-concentration cal-
culation would be inaccurate for extremely short
chains. This article is the first direct test of the
ability of this model to describe blend dynamics
when large changes in the homopolymer T,
values are caused by molecular weight.

The LM model assumes that the relaxation
rate of a given polymer segment in a blend is
determined by the local composition in the region
surrounding the segment. In this model, the
Kuhn length [, is assumed to be the relevant
length scale for defining the local composition.
Because of chain connectivity, the concentration
of a particular blend component (within the vol-
ume V = l13{) surrounding a segment of this com-
ponent is larger than the bulk concentration. The
effective local concentration ¢ is calculated as:

d)ef‘f = ¢self + (]- - ¢self)¢ (7)
¢serr is estimated as the volume fraction occupied
by one Kuhn length of the polymer inside the
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volume V = [3:

CuM,
¢self - W (8>

Here C,_, is the characteristic ratio, M, is the
repeat unit molar mass, k is the number of back-
bone bonds per repeat unit, p is the density, and
Ny is Avogadro’s number.

This model associates ¢.¢ for each component
with a local glass transition temperature Ty o¢(¢)
= Tg(Pesr). The LM model is sometimes combined
with Fox equation, in which case Tg(¢esr) can be
calculated as

1 o ¢eff (1 - d)ef‘f) 9
Tg(d)eff) B Tg.,A - Tg.B ( )

The segmental dynamics of a particular com-
ponent in the blend can be predicted by correlat-
ing changes in T ¢ with changes in T,

Toi(¢) =Toi + [Tgi(¢) — Tgil (10)

while assuming that the remaining VI'F parame-
ters (B, t.,) do not change with blending.

Figure 5 shows that all d3PS segmental corre-
lation times in dilute PS/PVME blends can be rea-
sonably fit by the LM model using a single value
for the self-concentration of 0.52. The uncertainty
in this determination of the self concentration
value is 0.05, as estimated by the point where the
deviation from the fitting is comparable to the
experimental uncertainty. The self-concentration
can also be estimated from the temperature shifts
required to superpose the raw data. This proce-
dure yields values of 0.51, 0.52, and 0.54, respec-
tively, for the data from Figures 7-9. These values
of the self-concentration are reasonably consist-
ent with a previously published value for PS in
PVME (0.46 = 0.05). All of these values are con-
siderably larger than the self-concentration of
0.27 that is calculated from eq 8.

In the introduction we asked whether molecu-
lar weight has a unique influence on the compo-
nent segmental dynamics in a miscible polymer
blend. Within the context of the LM model, the
answer is “no”. The effects of molecular weight
can be accounted for through the change in the
homopolymer T, value. Clearly this conclusion is
limited to the temperature range well above T,
that we have studied. We anticipate that the data
presented here will also be useful to testing other
models of blend dynamics.
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In our implementation of the LM model, we
have used the Fox equation (eq 9) to estimate the
blend T,. For some molecular weight combina-
tions in PS/PVME blends, it has been shown that
the Fox equation slightly overestimates the blend
T,.°* These effects are small enough that use of
the experimental data, rather than the Fox equa-
tion, would not result in a significantly different
value of the self-concentration values, given our
error bars.

Comparison with Other Work

Based upon the discussion earlier, we find that a
single value of self-concentration can describe
the dynamics of dilute PS in PS/PVME blends
even though T, values of the PS homopolymers
have been varied by 45 K. This is consistent with
the idea that segmental dynamics in miscible
blends are only influenced by molecular weight
indirectly, through the homopolymer T,. In this
section, we examine this finding in light of previ-
ously reported work.

Lutz et al.?® measured the segmental dynam-
ics of dilute polyisoprene chains (900 g/mol) in
polystyrene matrices with two different molecu-
lar weights (1900 and 11,000 g/mol). Although
the matrix T, values differ by 20 K, they reported
that a single value of self concentration (0.22)
could be used in the LM model to describe the
segmental dynamics of the dilute polyisoprene
chains in both matrices. While this conclusion is
consistent with the work reported here, the
results of ref. 25 were not a very sensitive test of
this conclusion, since T ¢ of the dilute polyiso-
prene chains changed little with the matrix mo-
lecular weight. In contrast, in this study the T'g ¢
of the dilute PS chains change by 25 K as molecu-
lar weight is varied.

Hirose et al.’® studied the component dynam-
ics of miscible polyisoprene/polyvinyethylene (PI/
PVE) blends. They measured PI dynamics in PI/
PVE (75/25) blends composed of PIs with three
different molecular weights (17,000-115,000 g/
mol), and estimated the relevant length scale for
the segmental relaxation dynamics. They found a
single relevant length scale (0.9 = 0.06 nm) for
PI segmental dynamics in the three blends,
which is consistent with a single self concentra-
tion value in LM model. Similar to the work pre-
sented here, they varied the molecular weight of
the minor component while keeping the matrix
chains unchanged. However, the Ty range for the

PI in their study is quite small, just a few
degrees, so the work reported here is a consider-
able extension of this approach.

In a study of the composition and temperature
dependence of terminal and segmental dynamics
in PI/PVE blends, Haley et al.® investigated both
low molecular weight blends and high molecular
weight blends of both components. The molecular
weights (and T, values) of both components were
changed together. Because of this, and because
the AT, values for PI or PVE were considerably
smaller than in the present work (less than
15 K), ref. 9 can be considered to be consistent
with the conclusion reached here without being a
critical test of this view.

Several investigations have considered the
segmental dynamics of bidisperse polystyrene
chains.?® This special case of a miscible blend
would in principle provide a critical test of the
role of molecular weight on blend dynamics. So
far, such studies have not resolved the dynamics
of each component in the blend, which would be a
necessary condition for addressing the role of
molecular weight on component dynamics.

Final Comments on Low Molecular Weight Blends

In this article, we report that molecular weight
influences the dynamics of a dilute component in
a miscible blend only though the molecular
weight dependent T, change. We have covered a
molecular weight range from 1700 to 67,000 g/
mol in the work described here. It seems safe to
extrapolate this result to infinite molecular
weight, as long as phase separation does not
occur. On the other hand, we anticipate a signifi-
cant change as the molecular weight is dropped
below 1700 g/mol. We have argued previously
that PS chains of about 1700 g/mol are just long
enough that the self-concentration concept can be
applied without needing to correct for chain end
effects.*®

Clearly the self-concentration concept needs
serious re-consideration when only one or a few
repeat units are present on a chain. In the limit
of a single repeat unit (i.e. a solvent molecule), it
would not seem appropriate to use a self-concen-
tration description. Consistent with this view, we
have recently shown that dilute small molecules
dispersed in a polymer matrix can be slaved to
the matrix relaxation in a manner that is qualita-
tively different than the behavior of an isolated
polymer chain.5
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CONCLUSIONS

We have investigated the nanosecond to micro-
second segmental dynamics of dsPS of various
molecular weights as a dilute component in
blends with PVME. The molecular weights of the
polystyrene chains ranged from 1.7-67 kg/mol
and the pure polystyrene T, values varied by
45 K. Within the framework of the LM model, a
single self concentration value can reasonably
describe the segmental dynamics of d3PS with
different molecular weights in dilute PS/PVME
blends. For this system, the molecular weight
influences segmental dynamics in the blend in
manner that can be understood by considering
only the change in Ty with molecular weight.

The authors thank the National Science Foundation
(DMR-0355470) for support of this work.
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