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ABSTRACT: Linear viscoelastic and dielectric behavior was examined for a diblock copoly-
mer composed of cis-polyisoprene (PI) and poly(p-tert-butylstyrene) (PtBS) blocks of the
molecular weights Mp; = 52.¢ X 10 and Mpggs = 41, X 10° (PI weight fraction wp; = 55.7 wt
%). These blocks were miscible and the copolymer was in the disordered state at temperatures
examined, 20 < T/°C = 120. PI has the type-A dipole parallel along the chain backbone while
PtBS does not. Thus, the dielectric response at low frequencies exclusively detected the global
motion (end-to-end vector fluctuation) of the PI block, while the viscoelastic response reflected
the motion of the copolymer chain as a whole. The dielectric data of the PI block exhibited 1 2
prominent thermo-rheological complexity. Since the PI and PtBS blocks behaved as the fast
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and slow blocks at low T and this difference of their relaxation rates decreased at high T, the

complexity was related partly to the dynamic frictional heterogeneity for the PI block resulting from this dynamic asymmetry of the two
blocks. However, it turned out that the complexity was more importantly related to the connectivity between the PI and PtBS blocks:
Namely, the PI block possibly behaved as a tethered chains at low T' (where the slow PtBS block effectively anchored the PI block) and as a
portion of a free linear chain at high T (where this anchoring effect vanished), and this change in the motional mode of the PI block appeared
to dominate the thermo-rheological complexity of the PI block. For a test of this molecular picture, a PI/PtBS blend having the same wp as
the copolymer was utilized as a reference to reduce the copolymer data at an iso-relaxation-time (iso-7;) state defined for the Rouse segment
of PLin the copolymer and bulk systems. It turned out that the dielectric data of the copolymer at low T were close to literature data for star-
branched bulk PI, while the copolymer data at high T were close to the data expected for a linear bulk PI chain having the type-A dipole only
in a portion of its backbone and feeling an extra friction due to the other portion (corresponding to PtBS). These results lent support to the
above molecular picture. The slow dynamics of the copolymer was dominated by the PtBS block and thus exhibited thermo-rheological

complexity weaker than that of the PI block.

1. INTRODUCTION

It is well-known that the miscible polymer blends still have a
local, frictional heterogeneity in their segmental length scale due
to the chain connectivity, dynamic concentration fluctuation, and
a difference of inherent motional barrier within the chain back-
bone of each component chain.'~” This local heterogeneity is
responsible for many kinds of characteristic behavior of miscible
polymer blends such as a wide glass transition zone, broadening
of segmental relaxation mode distribution, and the thermo-
rheological complexity of this distribution.

This molecular picture can be extended to disordered diblock
copolymers by considering an effect(s) of the block junction on the
dynamic heterogeneity. Comparison of the dynamic behavior of the
disordered diblock copolymer and the corresponding miscible poly-
mer blend enables us to elucidate this junction effect. Blends of cis-
polyisoprene (PI) and poly(vinyl ethylene) (PVE) exhibit a lower
critical solution temperature (LCST) but have a considerably wide
miscibility window, and PI—PVE copolymers and PI/PVE blends
have been used as model systems for studying the junction effect. PI
has both of the type-A and type-B dipoles parallel and perpendicular
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to the chain backbone, respectively, while PVE has only type-B
dipoles. Thus, the segmental (glassy) relaxation of PI and PVE as
well as the global relaxation of PI block/chain can be dielectrically
detected. Experiments revealed that PI—PVE diblock copolymers
and the corresponding PI/PVE blends having the same PI content
exhibit almost identical DSC traces and the segmental mode
distribution.® " This result indicates a similarity of the segmental
dynamics for the PI—PVE copolymer and PI/PVE blends, i.e,, lack of
the junction effect on the segmental dynamics. This lack can be
related to a fact that most of the segments are too far from the
block junction/chain ends to be influenced by the junction/chain
ends.>'*"* (The junction effect is enhanced by increasing the number
of blocks and decreasing the block length."*"*)

In contrast, the global dynamics over the chain/block dimen-
sion is quite different for the PI—PVE copolymers and PI/PVE
blends. For the PI/PVE blends, the dynamic heterogeneity in the
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segmental scale always results in different temperature depen-
dence of the global relaxation processes of the components so
that the thermo-rheological complexity (failure of time—tem-
perature superposition) prevails for the terminal relaxation of the
blend."*”"*'™ In contrast, the superposition approximately
works for the viscoelastic modulus G* of the PI-PVE copoly-
mers in the terminal regime,®”'? leading to a qualitative inter-
pretation that the block junction forces the PI and PVE blocks to
relax cooperatively. Nevertheless, Kornfield and co-workers®
observed that the time—temperature shift factor for G* of the
PI—PVE copolymer does not give the superposition of the rheo-
optical data (partly because the isochronal anisotropies of the
components are averaged with different weights for the modulus
and rheo-optical data). Furthermore, Urakawa and co-workers’
observed that the dielectric loss ¢” at low frequencies, exclusively
detecting the global motion of the PI block, cannot be super-
posed with the shift factor determined for G*. Thus, rigorously
speaking, the PI—PVE copolymers exhibit the thermo-rheologi-
cal complexity. However, this complexity is rather weak thereby
allowing G* of the copolymer to be superposed approximately.
(This junction effect for the disordered copolymers is quite
different from that for ordered copolymers usually accompanied
by the effect of spatial confinement.”*”?)

In relation to the behavior of the disordered copolymers
mentioned above, we expect that distinct thermo-rheological
complexity prevails even for the diblock copolymer if the
temperature dependence of the local mobility is significantly
different for the constituent blocks. This difference would allow
one block (exhibiting the stronger dependence) to relax much
more slowly compared to the other block at low T. Then, the
slow block would effectively behave as an immobilized anchor for
the fast block thereby forcing the latter to relax as a tethered
chain. In contrast, at high T, the relaxation rate should become
rather similar for the two blocks thereby forcing them to relax
cooperatively and behave as a free (nontethered) linear chain as a
whole. Thus, the large difference of the temperature dependence
of the block mobilities would result in a crossover between these
types of relaxation (crossover of the motional modes), which should
be observed as the thermo-rheological complexity not only for
terminal relaxation of the copolymer chain as a whole but also for
the relaxation of respective blocks.

As candidates of such blocks, we can focus on PI and poly(p-
tert-butylstyrene) (PtBS). PI and PtBS exhibit the LCST-type phase
behavior but have a surprisingly wide miscible window.**”*° (Phase
separation occurs only at inaccessibly high T > 250 °C*® if PI and
PtBS have the molecular weights M = 10°.) Furthermore, PI and
PtBS have very different glass transition temperatures in bulk state,
f[g{%‘ = —70°Cand ngst = 150 °C.** 2 This difference of Tg‘ﬂk,
much larger than that for a pair of PI and PVE (cf. T’;‘fjlkVE =0°C),
results in a significant difference of effective T, of PI and PtBS in their
miscible blends, as confirmed from viscoelastic?® and thermal®®*”
tests. In addition, we can selectively observe the global relaxation of
PI with the dielectric method because PtBS has no type-A dipole.
Thus, a PI—PtBS copolymer serves as a good model material for
studying the thermo-rheological behavior of the constituent blocks.

In relation to this choice of the model material, we should
remember a characteristic feature of PI/PtBS blends examined
previously:*>*° In these blends, PI was the fast component and
its terminal relaxation exhibited the thermo-rheological complex-
ity being related to the spatial heterogeneity of the concentration
Cpips of the slow component, PtBS. Namely, in those blends,
Cpips was larger than the overlapping concentration Cpyps* only

by a factor of = 2 and thus Cpgg had a considerable dynamic
fluctuation. This fluctuation was effectively quenched in the time
scale of the global relaxation of PI thereby giving a spatial
frictional heterogeneity for this relaxation. Then, some PI chains
(minority) are located in a PtBS-rich region to feel a higher
friction compared to the other PI chains (majority). A difference
of the relaxation times of the minority and majority changed with
T, which naturally resulted in the thermo-rheological complexity
of the whole ensemble of the PI chains.

As for the PI—PtBS diblock copolymer examined in this paper,
the global relaxation of the PI block should be affected by not
only the PI—PtBS junction but also the frictional heterogeneity
explained above. We need to separate these effects and focus on the
junction effect. The PI/PtBS blend having the same composition
and component molecular weights as the PI—PtBS copolymer
serves as a reference system for specifying the frictional heterogeneity
for the PI blocks: The concentration fluctuation giving this hetero-
geneity should be less significant for the copolymer than for the
blend® and the blend and copolymer are not thermodynamically
equivalent. Thus, the thermo-rheological complexity seen for the
reference blend can be regarded as the upper bound complexity for
the copolymer due to the fluctuation.

Following this strategy, we have examined the viscoelastic,
dielectric, and thermal behavior of a PI—PtBS diblock copolymer
and the PI/PtBS reference blends. It turned out that the
dielectrically detected global relaxation of the PI block exhibited
the thermo-rheological complexity due mainly to the junction
effect, i.e., the crossover of the motional modes for the PI block
with T explained earlier. The viscoelastic data of the copolymer
exhibited the complexity weaker than that for the PI block.
Details of these results are presented/discussed in this paper.

2. EXPERIMENTAL SECTION

2.1. Materials. A cis-polyisorene—poly(p-tert-butylstyrene) (PIS3—
PtBS42) diblock copolymer and a PThomopolymer (P153) were anionically
synthesized with sec-butyllithium (initiator) in benzene at 35 °C. In the
synthesis of the copolymer, the PtBS block anion was polymerized first and
split into two portions, one being terminated with methanol to recover the
precursor PtBS sample, and the other being copolymerized with isoprene
monomer to give the desired PI—PtBS diblock sample.

These samples were characterized with GPC (CO-8020 and DP-8020,
Tosoh) equipped with a refractive index (RI)/low-angle light scattering
(LALS) monitor (LS-8000, Tosoh Co.) and a ultraviolet (UV) adsorption
monitor (UV-8020). The weight-average molecular weight M, and
polydispersity index M,,/M,, of the PtBS42 precursor were determined
from the LALS/RI signals, with a previously characterized PtBS70 sample*®
(107°M,, = 69.5) being utilized as a LALS/RI reference. The PI content wp,
(= 55.7 wt %) of the PIS3—PtBS42 sample was determined from the RI/UV
signals, with the PtBS70 sample and the previously used monodisperse PI
standards®® 3! being utilized as RI/UV references. The molecular weight of
the PIblock of the copolymer was evaluated from this wp; and the precursor
PtBS42 molecular weight M,, piss as Mpy = wpiM,, pss/(1 — wpp) (= 52.6 X
10*), and the polydispersity index of the copolymer was evaluated from
elution volume calibration made with the monodisperse PI standards. The
molecular weight and polydispersity index of the PIS3 homopolymer sample
were determined from the elution volume calibration.

The characteristics of all these samples are summarized in Table 1,
with the sample code number representing the molecular weight in units
of 1000. (Note that the amounts of the monomer and initiator utilized
for the synthesis were carefully adjusted to match the molecular weight
of PI53 homopolymer (Mp; = 53., X 10%) with that of the PIblock.) The
microstructure determined from 'H NMR (Varian MERCURYplus
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Table 1. Characteristics of Samples

code 10 >Mp; 10 *Mpes M,,/M,
PIS3—PtBS42 526 41.g 1.08
PIS3 53, 1.03
PtBS42° 41.8 1.04

“ Precursor of PIS3—PtBS42 copolymer.

AS400) were the same for the PIS3 sample and the PIS3 block of the
copolymer, 1,4-cis:1,4-trans:3,4 = 78:14:8. This microstructure, very
close to that of the previously utilized PI20 (1,4-cis:14-trans:3,4 =
79: 14:7),26 allowed the PI53 chain/block to be miscible with the PtBS42
chain/block in a wide range of T.

The materials subjected to thermal, viscoelastic, and dielectric
measurements were the PIS3—PtBS42 copolymer and a blend of
PtBS42 (precursor of copolymer) with PIS3. The PI content in the
blend was set identical to that of the copolymer, wp; = 55.7 wt %. The
blend, utilized as the reference material for the copolymer, was prepared
according to the previously reported method:** The prescribed masses
of PI and PtBS were dissolved in tetrahydrofuran (THF) at a total
concentration of 10 wt % and then precipitated in a dropwise way into an
excess methanol/acetone (8/2 wt/wt) mixture vigorously stirred by a
magnetic bar. The blends were recovered via decantation and thor-
oughly dried under vacuum first at room temperature and then at 125
°C. The blends thus prepared were transparent, which was in accord
with the PI/PtBS miscibility.****

2.2. Measurements. Linear viscoelastic, dielectric, and thermal
(differential scanning calorimetry, DSC) measurements were conducted
for the PIS3—PtBS42 diblock copolymer as well as the PIS3/PtBS42
reference blend, both having a PI content of wp; = $5.7 wt %. The
measurements were also conducted for the components of the blends,
PIS3 and PtBS42, in their respective bulk states. The viscoelastic and
dielectric data of these components are summarized in Appendix A.

The linear viscoelastic measurements were conducted with a labora-
tory rheometer (ARES, TA Instruments) at temperatures 20 < T/°C <
120. A parallel-plate fixture with a diameter of 8 mm was utilized. The
oscillatory strain amplitude was kept small (v, < 0.1) to ensure the
linearity of the storage and loss moduli G’ and G'" measured as functions
of the angular frequency w.

The dielectric measurements (in the linear response regime) were
conducted also at 20 < T/°C =< 120. The samples were charged in a
dielectric cell composed of parallel-plate electrodes and a guard elec-
trode. The measurements were made with an impedance analyzer/
dielectric interface system (1260 and 1296, Solartron) and a capacitance
bridge (1615A, QuadTech). In this paper, the dielectric data obtained at
frequencies f < 10° Hz are presented as plots against the angular
frequency, w = 27f.

The DSC measurements were conducted with a laboratory calori-
meter (DSC Q20; TA Instruments). The DSC traces were recorded for
respective specimens (10—15 mg for each) at a heating rate of 10 °C/min
in a range of T between —120 and +250 °C.

3. RESULTS

3.1. Overview of Thermal Behavior. Figure 1 shows the
DSC profiles measured for the PIS3—PtBS42 copolymer and the
PIS3/PtBS42 reference blend having the same Mp;, Mpgs, and
wpr (=55.7 wt %; volume fraction ¢p; = 0.59 as evaluated on the
basis of an assumption of volume additivity). For comparison, the
profiles are shown also for the PIS3 and PtBS42 bulk samples.
The horizontal dashed lines indicate the high-T baselines. The
thin arrows indicate the glass transition temperatures Tb
(==65°C) and T li‘;}:(BS (=147 °C) for bulk PIS3 and PtBS42

bulk PtBS42_ Y

PI53-PtBS42

Heat Flow (Endothermic)

PI53/PtBS42
v bulk PIS3
-100 -50 0 50 100 150 200
7°C

Figure 1. DSC traces for the PIS3—PtBS42 diblock copolymer and the
PIS3/PtBS42 blend. Thin solid and dashed arrows denote the glass
transition temperature of bulk PIS3 (T]g"fyf —65 °C) and bulk PtBS42
(Tb'iatBS = 147 °C), respectively. The thlck solid and dotted arrows,
respectlvely, show the effective Te pr and Te pias of the Rouse segments
of PIand PtBS in the blends/ copolymer expected from the WLF analysis
shown in Appendix B.

The thick arrows indicate effective T;ff in the blend explained
later.

Figure 1 clearly indicates that the PIS3—PtBS42 copolymer
and the PI53/PtBS42 reference blend exhibit similarly broad, almost
two-step glass transitions. This transition occurs in a range of T well
below TthBS because of significant plasticization of PtBS due to PL
The broadness of the transition reflects a broad distribution of local
frictional environment for the monomeric segments due to the
dynamic heterogeneity, as noted for a variety of miscible blends
and disordered diblock copolymers.' ~>'****” The similarity of the
glass transition behavior of the PIS3—PtBS42 copolymer and PIS3/
PtBS42 blend demonstrates a similarity of the dynamics of the
monomeric segments therein, as noted also for PI—PVE copolymers
and PI/PVE blends.®>”'*

In Figure 1, the thick sohd and dotted arrows indicate effective

o (=—35 °C) and T ptBs (=—8°C) of the PI and PtBS com-
ponents in the blend estlmated from the Williams—Landel—
Ferry (WLF) analysis®* of the viscoelastic/dielectric data at high
T> Te (shown later in Figure 2). The method of this analysis,
fully explamed in the previous paper,* is summarized in Appen-
dix B. Those high-T data reflect the rubbery (global) relaxation
process of PI and PtBS and thus the Ty obtained from the
analysis is related to the dynamics of the smallest motional unit
for this process, ie., the Rouse segment, not the monomeric
segment exhibiting the thermal behavior in Figure 1. The dy-
namics of the monomeric segment of PI in the glassy matrix of
PtBS at low T< (T;%tBS) , characterized by the Arrhenius behav-
ior, differs considerably from the WLF-type dynamics of the
Rouse segments at high T (> %tBS), as can be noted from a
recent study by Ediger and co-workers 7 This difference possibly
results in a moderate difference between the Tgpl (=—35°C)
and a characteristic temperature for the onset of endothermic
behavior (=—50 °C), the latter being assigned as the real T, of
the monomeric segment of PI in the blend; see Figure 1. The
high-T part of the thermally detected glass transition is associated
with just a small change of the DSC profile and T;f{,tBs (thick
dotted arrow) is located at the edge of this high-T part, which can
be again related to the difference between the Rouse and
monomeric segments of PtBS. (One may also like to compare
a characteristic length & for motion of the two types of segments.
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Figure 2. Viscoelastic and dielectric behavior of PIS3—PtBS42 diblock
copolymer and PIS3/PtBS42 blend. For the dielectric data of
PIS3—PtBS42 at 120 °C (top panel), the large unfilled circle, dotted
line, and small filled circles indicate the raw &’ data, the contribution of
the direct current (dc) conduction &4/, and the residue &’ — &4.’. This
study utilized only the raw " data at moderately high @ where the dc
conduction negligibly contributed to the data.

Quasielastic neutron scattering experiments®>>* showed that dif-
ferent monomeric segments have different mobilities even at high T
and that § = 0.8 nm for the monomeric segment of PI in a
PI—polystyrene copolymer and the segmental correlation vanishes
at length scales > £. In contrast, for the Rouse segment of PI (of a
size = 1 nm), the data shown in Figure 2 cover the Rouse/
entanglement relaxation zone and the corresponding & can be close
to the entanglement length a (=6.2 nm, as shown later in eq 3), or
even larger. This difference of & is an interesting subject of research
but beyond the scope of this paper focusing on the junction effect
on the global dynamics of disordered copolymers.)

3.2. Overview of Viscoelastic and Dielectric Behavior.
Now, we examine the viscoelastic and dielectric data reflecting
the global dynamics (resulting from the motion of the Rouse
segments). Figure 2 shows the angular frequency (w) depen-
dence of the storage and loss moduli, G'(w) and G’ (), of the
PIS3—PtBS42 copolymer and the PIS3/PtBS42 reference blend.
The raw data of the dielectric loss, £’ (w), and the decrease of the
dynamic dielectric constant &'(w) from its static value &'(0),
Ae(w) = €(0) — &' (w), are multiplied by a factor of 10* and
compared with the G'(w) and G”(w) data. For clarity of the
plots, the ¢, G, and G’ data are shown only for representative T,
and the A¢’ data, only for the highest T. At high T, the &'’ data at
low @ were contributed from the direct current (dc) conduction,
g3 =0/wee w *witho=dc conductivity; see, for example, the

2+ PI53-PtBS42
copolymer
1t
m} Té.
0t ° T
b
. 2 rf/2' ~e
w
5 3
on
= 2t PI53/PtBS42
| blend
oT,
0L
-1
2L
T /2" =
3 . N . . ®
10 30 50 70 90 110 130

T/°C

Figure 3. Comparison of the dielectric and viscoelastic terminal relaxation
times, 7, and 7, obtained for the PIS3—PtBS42 copolymer and the PIS3/
PtBS42 blend at various T. The dashed curves indicate 7,./2.

dashed line of slope —1 attached to the ¢” data at 120 °C in the
top panel. For such cases, we examined the quality of the data by
allowing 0 to change by £30% to fit the low-@ & data with
€4 = 0/w, subtracting this 4. from the raw ¢”’ data, and com-
paring the residue ¢/ — &4/ with the raw data. At moderately
high w, the residue was quite insensitive to the £30% change of
o and indistinguishable from the raw data; compare the small
filled circles (residue) and large unfilled circles (raw data) in the
top panel. Those data have a negligible dc contribution, and this
paper utilizes only the raw data at such moderately high w.

In Figure 2, the copolymer and the blends (almost) exhibit the
terminal viscoelastic and dielectric relaxation characterized with
the power-law tails of the G’ (<w?), G (=<w), A&’ (<w?), and
¢ (<w) at low w. The second-moment average (terminal)
viscoelastic and dielectric relaxation times,”® 7 and 7,, were
evaluated from those data as

wG"(w) we” ()

These 7 and 7, values are well-defined with respect to the visco-
elastic and dielectric relaxation spectra and close (though not iden-
tical) to the characteristic times of the slowest relaxation modes.**

The dielectric relaxation of the copolymer and blend seen in
Figure 2 is exclusively attributable to the global motion of the PI
component therein, either the PI block or homo-PI chain. (The
relaxation of the monomeric segments of PI and PtBS occurs at high
@ not covered in our experimental window.*®) In contrast, the
viscoelastic relaxation detects the global motion of the copolymer
chain as a whole and/or all component chains in the blends. Thus,
comparison of 7, and T provides us with a clue for examining if PI
dominates the terminal relaxation of the copolymer/blends. This
comparison is made in Figure 3, where the 7 and 7, data (filled
circles and unfilled squares) of the copolymer and the blend are
plotted against T.

We first focus on 7 of the PIS3/PtBS42 blend. Since the P and
PtBS chains therein are not chemically connected and can relax at
different times, we may straightforwardly assign the slow component
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by comparing 7g and 7,. For this comparison of 7 evaluated from
different quantities (G* and £*), we first need to note that PIS3 chains
are rather well entan@gled in the bulk state (Mpys3 = IOM‘;'f)]f with

e}f)li( = 5.0 x 10%).%° These chains should be entangled also in the
blends even in an extreme case where PtBS42 chains behave as a
simple solvent to dilute the entanglements between the PI chains;
M, p; for this full dilution case is estimated from the PI volume
fraction in the blends, ¢p; = 0.59, as®*° MZ‘II:]%(/QSPIL?’ =99 x 10° <
Mprss. (Actually, the PtBS42 chains entangle with the PI chains to
give M, p; smaller than this estimate, as explained later.)

Thus, the behavior of entangled binary blends of linear PI
is helpful for assigning the fast and slow components in the
PIS3/PtBS42 blend. Extensive experiments for the PI/PI
blends™* 73" revealed that the viscoelastic TG sow and dielectric
Tgsow defined for the slow component satisfy a relationship, 7 gow/
Tedow = 1/2 (due to a considerable contribution of the constraint
release/tube dilation mechanism529’30) and these T gow and Tegow
data are close to the 7g and 7, data of the blends as a whole.
This relationship also holds for monodisperse linear PI systems in
which all chains have the same relaxation time.>"*” In contrast, 1/2 <
TGow/ Teslow (< 1) for the fast component in the PI/PI blends.?>*
From this behavior of PI/PI blends, we can judge that the terminal
relaxation of PI in our PI/PtBS blend is slower or equally slow
compared to the PtBS relaxation if 7g/7, = 1/2, while the PI
relaxation is considerably faster than the PtBS relaxation if the 75/7,
ratio is well above 1/2, in particular in a case of 7/7. > 1. (PtBS has
no type-A dipole so that the PI/PtBS blends exhibit 75/7, > 1 if
PtBS relaxes much slower than PL)

As seen in the bottom panel of Figure 3, the 7g/7, ratio for the
PIS3/PtBS42 blend is larger than unity and the PI relaxation is
significantly faster than the PtBS relaxation at low T < 50 °C.
This ratio decreases to =1/2 and thus the PI relaxation becomes
comparable to (or slower than) the PtBS relaxation at higher T.
This crossover reflects a difference in the temperature depen-
dence of the friction coefficients of the Rouse segments of the PI
and PtBS chains.”**¢

Now, we turn our attention to the PIS3—PtBS42 copolymer;
see the top panel of Figure 3. For the copolymer, the 74/, ratio
is close to unity at 20 °C and decreases gradually to 75/7, = 1/2
with increasing T. This behavior is qualitatively similar to but
quantitatively different from the behavior of the PI53/PtBS42 blend
(cf. bottom panel). This difference should reflect the connectivity
between PI and PtBS blocks: The connectivity does not allow these
block to relax in a completely independent way to have significantly
different 7, although approximate independence can be realized at
low T, as discussed later. For this reason, the temperature depen-
dence becomes rather similar for 7, and 7g of the copolymer, the
former exclusively detecting the PI block relaxation while the latter
representing the relaxation of the copolymer chain, ie., the con-
nected sequence of the PI and PtBS blocks.

3.3. Thermo-Rheological Behavior of Pl Block. Figure 4
examines the time—temperature superposability for the Ae
and ¢ data of the copolymer and the blend, i.e., of the PIS3
block and PI53 chain therein. The reference temperature was
chosen to be T, = 363 K (= 90 °C), and the data at the other
temperatures were multiplied by an intensity correction factor,
br=T/T,with T and T, in K unit, and shifted along the w axis by
a factor ar .. (A ratio of densities at T and T, is to be included in
br, in principle.”® However, this ratio was safely neglected here
because a change in the density with T was much smaller than the
change of T itself.) The thick solid curves in the bottom panel
indicate the dielectric data of bulk PIS3 at its T, pux = 303 K

PI53-PtBS42 copolymer

1.5 + log brAe', log bre"

log (a)aTyg/s")

Figure 4. Test of the time—temperature superposability for the di-
electric A¢’ and ¢” data for the PIS3—PtBS42 copolymer and the PIS3/
PtBS42 blend. These data are multiplied by the intensity correction
factor by = T/T, (with the reference temperature of T, = 363 K) and
shifted along the @ axis by a factor of ar, to achieve the best
superposition at @ > Wpea. (The Ae’ data are further multiplied by a
factor of 10" to avoid heavy overlapping with the & data.) The solid
curves in the bottom panel indicate the dielectric data of bulk PIS3
corrected for the PI volume fraction and temperature and shifted along
the w axis to match the ¢’ peak frequency. For further details, see text.

(shown in Appendix A) multiplied by the intensity correction
factor b} = Ty pu/T: and the PI volume fraction in the blend
$p1 = 0.59, PpibTAE pur—p1(Aw) and Ppibte” pur—pi(Aw).
These data are plotted against @, with the factor A = 0.21 being
chosen to match the ¢”’-peak frequencies Wpeak for the PI chains
in the blend and bulk.

The shift factor ar . for the plots in Figure 4 was chosen in a
way that the A&’ and &’ data were best superposed at @ > W peqi.
This factor is plotted against T in the top panel of Figure 5. The
ar, data are almost indistinguishable for the copolymer and
the blend, confirming the similarity of the friction coeflicient of
the Rouse segment (smallest motional unit for the rubbery
relaxation) for the PI block in the copolymer and PI chain in
the blend. The ar . data of the blend are later utilized to reduce
the data of the copolymer/blend to an iso-relaxation-time state
defined with respect to the Rouse segment of bulk PL

For the copolymer as well as the blend, Figure 4 clearly
indicates that the slow dielectric mode distribution broadens with
decreasing T and the superposition fails for the dielectric data at low
@ < @ peai. The broadening is more clearly noted for A¢’ than for &
because slow modes are more sensitively reflected in A¢’ than in
€' 3* The molecular origin of this broadening is not exactly the same
for the copolymer and blends, as discussed below.

For the PI/PtBS blends, the conditions necessary for the mode
broadening and thermo-rheological complexity of the PI relaxa-
tion to be observed are as follows:*>?® (1) the PtBS chains are
not deeply overlapping with each other, (2) the average end-to-
end distance Rp; of the PI chain is not much larger than Rpgs of
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Figure 5. Top panel: Shift factor ar . utilized for superposition of the
dielectric data for the PIS3—PtBS42 copolymer and P153/PtBS42 blend
(cf. Figure 4). The ar. data, defined with respect to T, = 90 °C, are
plotted against T. Bottom panel: Shift factor ar, for the PIS3/PtBS42
blend obtained after the CR/DTD correction for the ar . data shown in
the top panel. The ar;, data, defined with respect to the iso-T,
temperature Tiso.pr = 60 °C (that corresponds to Ty = 30 °C for
bulk PI), are plotted against T — Ti,, p;. The ar,, data are also shown
for the other PI/PtBS blends®" having the same wp; (= 55.7 wt %) as the
PI53/PtBS42 blend. (The sample code numbers indicate 10> M.) For
further details, see text.

the PtBS chain, and (3) the terminal relaxation is much faster for
the PI chain than for the PtBS chain. If conditions 1 and 2 are
satisfied, all PI chains cannot overlap with the PtBS chains to the
same extent and thus a PI chain in a PtBS-rich region feels a larger
friction compared to the other PI chains out of this region. The
resulting frictional distribution among the PI chains survives in
the time scale of the global PI relaxation if condition 3 is satisfied.
This frictional heterogeneity naturally results in the mode broad-
ening for the whole ensemble of the PI chains.”>*® This molec-
ular picture explains why the broadening is less significant for the
PI53/PtBS42 blend (Cpps = 3Cpess*)” than for the previously
examined low-M blends (Cppg = ZCPtBS*).Z6 Related broad-
ening (resulting in bimodal distribution of relaxation times) has
been noted also for low-M PI/polystyrene blends.*’

Now, we turn our attention to the thermo-rheological behav-
ior of the PIS3—PtBS42 copolymer seen in the top panel of
Figure 4. Although the global dynamics of disordered copoly-
mers is generally affected by the concentration fluctuation that
results in the frictional heterogeneity,*' the fluctuation should be
weaker™® and the corresponding thermo-rheological complexity
should be less significant for the copolymer than for the reference
blend having the same composition and component molecular
weights. Nevertheless, the broadening of dielectric data is more
significant for our PIS3—PtBS42 copolymer than for the PIS3/
PtBS42 blend. This observation cannot be explained from the
molecular scenario explained above, because the conditions 1
and 2 are equally satisfied for these copolymer and blend while
the condition (3) should be less valid for the copolymer (having
1/2 < t¢/t: < 1 atany T; cf. top panel of Figure 3). Thus, the

strong dielectric broadening seen for the PI block should be
mainly attributed to a crossover of the motional mode of the PI
block with T due to the block connectivity, as briefly explained
earlier. This crossover is further discussed below.

4. DISCUSSION

4.1. Crossover of Motional Mode of Pl Block with T. For a
linear diblock copolymer in the disordered state, the motion of
one block (e.g., PI block) is strongly affected by the other block
(PtBS block) due to the block connectivity."*>*** Strictly
speaking, this effect of connectivity is to be represented as an
internal boundary condition for the equation of motion for the
copolymer chain, and the motion of the two blocks is described in
terms of the eigenmodes associating this equation and thus
correlated to each other. Specifically, the eigenmode relaxation
times are the same but the eigenmode intensities can be different
for the two blocks, as noted for homopolymer chains.**~*® In this
sense, we cannot define the “fast” and “slow” blocks for the
copolymer if we only consider the eigenmode relaxation times.
However, if we also consider the eigenmode intensities, we can
still define the fast and slow blocks as those having small and large
intensities for the slowest eigenmode. (This fact can be easily
noted from a simple example for a linear homopolymer:** The
chain end and the chain center always have the same slowest
eigenmode relaxation time but the intensity of this eigenmode
vanishes for the chain end. For this reason, the chain end relaxes
much faster than the chain center.)

Since the effective T;ffis higher for PtBS42 than for PIS3 in the
copolymer as well as the blend (cf. Figure 1), a decrease of T
results in stronger retardation of the PtBS42 relaxation. Thus, at
low T, the PtBS42 block behaves as the slow block in the above
sense, and the PI block would be effectively anchored by the
PtBS42 block to behave as a tethered chain during the dominant
part of its relaxation. In contrast, at high T, the anchoring effect of
PtBS should become weaker and finally vanish because of
stronger acceleration of the PtBS relaxation with increasing T.
For this case, the PI and PtBS blocks would behave as portions of
a free (nontethered), linear chain and relax cooperatively.

This crossover of the motional mode of the PI block, from the
tethered chain like behavior at low T to the linear chain like
behavior at high T, appears to be the main mechanism of the
strong dielectric broadening observed for the PI block. For a test
of this molecular picture, we can compare the dielectric behavior
of the PI block with that of equivalent star-branched bulk PI (a
model for tethered chain) and/or equivalent linear bulk PI. In the
following, we first specify these equivalent star/linear chains and
then make this comparison.

4.2. Equivalent Bulk Pl Chain Defined for Pl Block. 4.2.1.
Entanglement Length. For specifying the equivalent bulk PI
chain for the PI block, we first need to know the entanglement
length a (o<M,"?) for the PI block. For homopolymers, this
length is well correlated with the packing length p (=a/
20).364748 Considering this feature and the additivity of the
chain contour length of the components in blends, we proposed a
mixing rule for the packing length26 that is rewritten for the
entanglement length as®

bulk bulk
a = npiap; + NpwBsapps (2)

Here, nx (X = PI, PtBS) is the number fraction of the Kuhn
segment of the component X in the blend. This mixing rule has
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been tested for high-M PI/PtBS blends exhibiting the two-step
entanglement plateau similar to that for PI/PI blends*** and its
validity has been confirmed.>® (The high-w entanglement pla-
teau height, being proportional to a °, was satisfactorily de-
scribed by eq 2 but was significantly underestimated by the other
mixing rules such as a harmonic averaging rule*’ based on the
component volume fraction.”) From the data of the Kuhn
molecular weights M, (=130 for PI* and =1500 for PtBS*°),
the n values in the PI/PtBS blend with wp; = 55.7 wt % were
obtained to be npg = 0.06, npr = 0.94. From these values and the
a*™ data (=5.8 and 11.7 nm for PI and PtBS),* eq 2 gives

a=6.2nm (gl.O7aII’,1flk) for PI/PtBS with
Wwpy — 55.7 W't% (3)

This a is common for all components in the PI/PtBS blend and
PI—PtBS copolymer.

The a value given by eq 3 is considerably smaller than the
RppsHY? and (Rp2)? values for the PtBS42 and PIS3 chains
(= 123 and 190 nm evaluated from em;z)irical equations;
(Rpgs?)/nm” = 36, x 10 *Mpps and (Rpr)/nm* = 6.7 X
10 *Mpy). Thus, the PtBS42 and PI53 chains are mutually con-
straining the large-scale motion (ie., entangled), despite the PtBS42
molecular weight is close to M, of bulk PtBS (= 37.6 x 10%).

4.2.2. Relaxation Time of Rouse Segment. For comparison of
the dielectric data for the PI block and the equivalent bulk PI
chain, we need to specify the relaxation time 7, of the Rouse
segment, the smallest motional unit during the rubbery relaxa-
tion process. This 7, can be analyzed in the following way.

The terminal relaxation time of entangled chains, 7, is generally
expressed in terms of T, the chain molecular weight M, and the
entanglement molecular weight M, as 7 = t,F(M, M,) with F
being the structural factor. The functional form of F changes with
the mode of chain motion. For example, F o< M*/M, for the pure
reptation mode, while F o< M>>/M," for the reptation mode
combined with the contour length fluctuation, constraint release
(CR), and dynamic tube dilation (DTD).*”

If the mode of chain motion does not change with T, a change
of 7 data with T can be exclusively attributed to a change of 7. This is
the case for chemically uniform blends. However, in the PI/PtBS
blend, a ratio of the relaxation times of the PI and PtBS chains
changes with T. This change leads to some change of the CR/DTD
contribution to the PI relaxation®® thereby affecting the functional
form of the structural factor F. The shift factor ar . obtained from the
dielectric data of the PI/PtBS blend (cf. top panel of Figure S) is
equivalent to a ratio of the dielectric 7, of the PI chains at T and T,
and reflects not only the change of 7, but also a change of the CR/
DTD contribution to the PI relaxation, although the latter change is
minor.”® The change of CR/DTD contribution can be corrected
with a method reported previously”® and briefly explained in
Appendix B1. The ar . data after this correction exclusively represent
the change of 7, with T. The WLF analysis of those data indicated
that the iso-7, temperature T, p; defined for the Rouse segment is
higher, by ATi,pr =30 °C, for P in the PI/PtBS blends (wp = 55.7
wt %) than for bulk PJ; cf. Appendix B1.

In the bottom panel of Figure 5, the shift factor ar, for the
PI53/PtBS42 blend defined with respect to T, p; = 60 °C is plotted
against T — Ti,.pr (squares). For comparison, ar g, is shown for the
other PI/PtBS blends with the same composition (wp; = 55.7 wt %)
examined elsewhere;>" the sample code number indicates 10 >M.
The solid curve shows the WLF equation describing the ar data
for bulk PI, log a = —4.425(T — Typun)/(140.0+T — T,pu) with

Ty pulk = Tﬁ‘c’,lkpl =30 °C (cf. Appendix A). The excellent agreement
of the plots and the curve is indicative of the reliability of our WLF
analysis. Furthermore, the plots are indistinguishable for the blends
having the same wpy, indicating that 7, of the Rouse segment is locally
determined just by the PI/PtBS composition. Thus, the PIS3—
PtBS42 copolymer and the PI/PtBS blends having the same wpy
should have the same 7, and an iso-7, relationship holds for the
Rouse segments of PI in these copolymer/blends and in bulk PI:>*

& ()

Fhulk PI(T) _ _L,EI in b/c(T + AT1507P1): T

S

— CEI " b/C(T + ATiso* PI)
T + ATiso* PI

(4)

where §; denotes the friction coefficient of the Rouse segment,
the superscript “PI in b/c” stands for PI in the blend/copolymer
systems, and ATjg,.p; = 30 K.

An effective glass transition temperature of PIS3 in the blends,
defined for the Rouse segment of PI through the WLF relation-
ship (cf. Appendix B1), is expected to be higher, by AT, py, than
Typr (= —65 °C) of bulk PIS3. This Tgp; (= —35 °C), shown
with the thick solid arrows in Figure 1, is located at the low-T side
of the broad glass transition zone of the blend and copolymer, as
expected. (At the same time, we should again emphasize that the
thermally detected glass transition is related to motion of the
monomeric segments and real T, of these segments is moder-
ately lower than Tgf,l estimated from the high T data reflecting
the motion of the Rouse segments, as explained earlier.)

A comment needs to be made for T, p; = 60 °C of the blend that
corresponds to ’Iﬁfﬁm = 30 °C. Since the ar, data were obtained
from the superposition of the £ data at @ = @ e (cf. Figure 4), the
Tisopr evaluated from those data is the iso-T, temperature for the
majority of PI in the blend giving the ¢’ peak. The minority of PJ,
existing due to the concentration fluctuation, should have T, p; >
60 °C. However, the minority is rather dilute to hardly disturb the
superposition of the £ data for the blends at @ = ey Since the
fluctuation is less significant for the copolymer than for the blend,”®
we do not consider the minority in our later analysis for the
copolymer.

4.2.3. Equivalent Star Pl Defined for Pl Block at Low T. The PI
block appears to behave as the tethered chain at low T. For this PI
block, we define an equivalent star PI as the bulk star PI having the
same entanglement number N, per arm (N, o< M,,/a’) as the PI
block. We compare the dielectric data of the equivalent star PI and the
PI block in the iso-t, condition where they have the same relaxation
time 7, of the entanglement segment. This choice of the condition is
reasonable because the entanglement segment is regarded as the
motional unit for the global relaxation of entangled chains. 7, is
related to 7, of the Rouse segment (smallest motional unit for the
rubbery relaxation) as 7, = T,NR%, where Ny is the number of the
Rouse segments per entanglement segment.

From the entanglement length a for the PI block (eq 3), the
arm molecular weight of the equivalent star PI is specified to be

abulk 2
PI
Marm = a MPI block

= 46.9 x 10° for equivalent star PI ()

The iso-T, temperature for this star PI defined with respect to the
PI block at a temperature T is the same as that for the PI chains in
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Figure 6. Schematic illustration of (a) ordinary PI having the type-A
dipoles aligned along the chain backbone in the same direction from one
end to the other, (b) a special class of PI having once-inverted dipoles,
and (c) hypothetical PI having the type-A dipole only in a portion of the
backbone.

the PI/PtBS blends (wpy = 55.7 wt %) explained earlier: TRk =
T — ATop1=T — 30 °C (cf. eq 4). Since the comparison of the
equivalent star PI and the PI block is to be made in the iso-7,
state, the dielectric data for the latter at T, £p; pioac (@; T), are not
to be directly compared with the data for the former at the iso-7
temperature, &y, (W;Thas), because of a difference of Ny
(e<a®) for the copolymer and bulk PI: We need to make a minor
shift for the frequency of the equivalent star PI by a factor of
A= (NR PR/ NR )2 = (a/api™)* = 1.3 (a/api™ = 1.07; cf. eq 3)
and compare the €py pjoa(w;T) data with the shifted &y, *(Aw;
Tiopr) data.

Now, we focus on the actual comparison. In literature,>" we
find the dielectric data for a series of 6-arm bulk star PI samples of
various M. Among these chains, the star PI sample of M,,,, =
59.0 X 10° (hereafter referred to as PI(59)g) is the closest, in the
M, value, to the equivalent star PI specified above (cf. eq 5).
Thus, we compare the p; pioa(@;T) data of the PI block with
the &py(s9)s data of PI(59)s corrected for the difference of M,
(and of a):

_ bulk .
geqv*(w; T) :¢PIbT€PI(59)6*(rT/1w; Tis‘;—PI) Wlth
eqv-star

&
Te

Here, the PI volume fraction ¢p; (= 0.59) and the temperature
factor by = T2, /T (T2%%,; and T in K unit) are multiplied to
£pi(s9)s” for correction of the dielectric intensity difference
between the PI(59) sample and the PI block. The M,,,-correction
factor, r;, was evaluated from the empirical equation for star PI
shown in Appendix C, T o< My, exp{1.4 X 10~ *M}. The result
of this comparison is later shown in Figures 7 and 8.

4.2.4. Equivalent Linear Pl Defined for PI—PtBS Copolymer at
High T. Athigh T, the PI block appears to behave as a portion of
a free linear chain and move cooperatively with the PtBS block.
Thus, we define an equivalent linear PI as the bulk PI chain having
the same entanglement number N, as the PI—PtBS copolymer,
not just the PI block. Since the entanglement length a (= 6.2 nm;
eq 3) is common for the PI and PtBS block (as discussed in
relation to the cooperative Rouse equilibration),* N is evalu-
ated from the mean square end-to-end distance of the copolymer,

3
A _. equivalent linear PI
2t " in iso—‘r]“{‘““" state
~ Lt equivalent star PI
<, in iso-7, state
B0
-
o0
gl
o -
2L PI53-PtBS42 T~
copolymer
-3

50 -30 -10 10 30 S50 70
T-T,/°C

Figure 7. Comparison of the 7, data of PIS3—PtBS42 copolymer at
various T (circles) with the 7, expected for equivalent PI, the star PI
(M, = 46.0 x 10% solid curve) and linear PI (M = 66.1 x 10% dashed
curve). The arm of the equivalent star PI has the same entanglement
number N, as the PIS3 block, while the equivalent linear PI chain has N,
being identical to N, for the copolymer chain as a whole. The 7, data of
the equivalent star PI are compared in the iso-7, state (defined for the
entanglement segment), while the data of the equivalent linear PI are
compared in the iso-T5™" state (defined for the chain as a whole). For
further details, see text.

(R*) = (Rps3>) + (Rpepsan’) = 508 nm” (for Gaussian conforma-
tion of the copolymer chain), as N, = (R*)/a> = 13.2. The
corresponding molecular weight of the equivalent linear PI is
given by

bulk
My, = NeMe) PL
= 66.; x 10° for equivalent linear PI ~ (7)

This equivalent linear PI is hereafter referred to as PI66.

Now, we need to ask a question, what the temperature for this
equivalent PI66 should be when compared with the PIblock at a
given high T (e.g,, 120 °C). At low T, the PtBS block motion is
essentially frozen in the time scale of the PI block relaxation,
allowing us to reasonably compare the data for the PI block and
the equivalent star PI in the iso-7, state. However, at high T, the
PtBS block moves cooperatively with the PI block to give an extra
friction for the PI block motion, so that the iso-7. state defined
just for the PI block/chain cannot be adopted as the state for the
reasonable comparison. Thus, we define an iso-‘L’f{hElin state where
the longest Rouse relaxation time 7R is the same for the
PI—PtBS copolymer and the equivalent linear PI66 chain and
compare the data for the PI block and PI66 chain in this state.
Note that this definition matches with the definition of the iso-7,
state at low T because the PI block and the equivalent star PI has
the same N, and the same 7, thereby having the same Tehain
(e<N,’7.) in this state.

For the PI block and the equivalent linear P166, the iso-zghain
state is conveniently specified by a frequency shift for PI66 at the
iso-T, temperature for PI, i.e., at T and Tol = T — 30 °C for the
PI block and equivalent PI, respectively. In the range of
Texamined, the friction coeflicient of the entan%lement segment
of the PtBS block, £5BS Plock g larger than gt block of the PI
block/equivalent PI. Thus, we may utilize the Stockmayer-
Kennedy (SK)>® model for a bead—spring block chain, applic-
able to disordered and unentangled block copolymers,™ to
evaluate a 79" ratio for the PIS3—PtBS42 copolymer at T
and the equivalent PI66 chain at TPSL",H}I Utilizing the entangle-
ment segments of the P and PtBS blocks having the same a as the

1592 dx.doi.org/10.1021/ma102595f [Macromolecules 2011, 44, 1585-1602



Macromolecules

-1

. PI53-PtBS42 copolymer e
N 20°C . s
Y
4 2|
o0
)
// equivalent star PI in iso-T, state
3 VAR : : :
PI53-PtBS42 copolymer
20°C 12 _— ;
6
<
=
o
S)
)]
S 4t
0 —— PI53/PtBS42 blend
at 20°C
3t o
o
wC
8 o
3 2 -1 0 1 2
log (w/s™)

Figure 8. Top panel: Comparison of the dielectric A&’ and ¢ data for the
PIS3—PtBS42 copolymer at 20 °C (unfilled symbols) and the equivalent
star PI (M, = 46.0 x 10 solid curves) having the arm entanglement
number identical to that for the PIS3 block. The comparison is made in the
iso-T, state defined for the entanglement segment of PI. The filled triangles
show the A&’ (w) data of the PIS3/PtBS42 blend at 20 °C (in the iso-7.
state). For clear comparison, this A&’ (w) plot is slightly shifted upward in
the double logarithmic scale so that it agrees with the A&’ (w) plot for the
copolymer (unfilled squares) at the highest @ in the panel. Bottom panel:
Comparison of the viscoelastic G’ and G data for the PIS3—PtBS42
copolymer (unfilled symbols) and the PIS3/PtBS42 blend (curves) at 20
°C. The arrow indicates a characteristic frequency w. below which the
PtBS block exhibits significant motion/relaxation.

chain

beads in the SK model, we find the viscoelastic Tg'"" of the
copolymer to be given by™’

2 «-PtBS blOCkPIZ
chain a Ce e 1 . PtBS PI
T =———¢ — withN.=N.""+N 8
R 6kBT ﬁz e e ( )

Here, NX (=(Rx)/a®) is the number of entanglement segments
(beads) per X block (X = PtBS, PI), and [ is the smallest
eigenvalue determined from

1—6
L'*tan 0 = — tan % (9a)
with
CPtBS block
L= gpl Foa and
_N e (Rbpsar)

0=

N, (Repss) + (Rpis3) (5b)

The friction coefficient ratio L is straightforwardly evaluated
from the viscoelastic data of bulk PI and PtBS, as explained in

Appendix C: For example, L = 16.3 for the PIS3—PtBS42
copolymer at T = 120 °C. From the L(T) value thus obtained,
we solved eq 9a numerically to calculate S(T).

The Rouse relaxation time of the equivalent PI66 chain at
b

Thopr i given by 7 *(TRabr) = £ P{apt ) °N.>/6m k-
Tk Considering a relationship gbulke PI_pngbulk PIebulk PL o g
eq 4 (iso-T, relationship), we can express this relaxation time as
TROO(ThAK, ) = Rt Plocky g2 4N 2 /677 ks Ta”. From this expres-
sion and eq 8, aratio of Ty " °° of the PIS3—PtBS42 copolymer

at T to TR at T2, is given by

, 'L'gLPtBS (T)

‘L'£166 ( TE‘SI}I(q) ﬂZ CEI block

A= (ﬁ) (=1.3) (10)

From the above results, the comparison in the iso-Tf{l AN ctate

can be made for the €p; poac*(w;T) data of the PIS3—PtBS42
copolymer at T and the &prgs*(A'@ ;T2U ) data of the equivalent
PI66 at TOUK, = T — ATUK = T — 30 °C. However, for actual
comparison, we need to consider two more points, the lack of the
type-A dipole in the PtBS block and the molecular weight of an
available PI sample, as explained below.

4.2.5. Lack of the Type-A Dipole in the PtBS Block. Ordinary
linear PI chains have the type-A dipoles parallel along the chain
backbone. Thus, their polarization P is proportional to the end-
to-end vector R = R; 4 R,, where R is a vector connecting one
end of the chain to a given segment and R, is a vector connecting
this segment to the other end; see Figure 6a. For a special class of
PI chains having the dipoles once inverted at the given segment,
P is proportional to R; — Ry; see Figure 6b. We can further
consider a hypothetical PI chain that has the type-A dipoles only
in one block, as schematically shown in Figure 6c. This hypothe-
tical PI, having P < R;, corresponds to the PI—PtBS copolymer
having no type-A dipole in the PtBS block. For all these PI chains,
the normalized dielectric relaxation function ®(t) (=1att=0) is
given by the autocorrelation of P and can be expressed as*>*’

_ {Ri(t) +Ra(t)}-{R1(0) +Ry(0)})
(R?)

2 -PtBS block
¢,

A with

ordinary PI: @, 4(t)

(11)

_ {Ri(t) = Ra(t)} - {R1(0) = Ry(0) })
(R?)

dipole-inverted PI: @y, (t)
(12)

hypothetical PI: CI)Pm(t) — @‘1(2{#

Here, (...) indicates the average at equilibrium. (In the denomi-
nator of eqs 11 and 12, we have considered the Gaussian feature
of the chain, (R, () - Ry(t)) = 0 at any time ¢ at equilibrium.) The
dielectric A¢’(w) and €’(w) are proportional to the sine- and
cosine-Fourier transformation of —d®(¢)/dt.>**’

The dipole-inverted PI samples have been actually synthesized
and their dielectric behavior has been examined.*>* In contrast, the
hypothetical, partially dipole-labeled PI cannot be synthesized.
®,,.«(t) for this hypothetical PI can be evaluated if the eigenfunc-

tions fp and eigenvalues 1/ T, are known for all relaxation modes.

(13)
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However, f, and 1/7,, have been dielectrically determined only for
the lowest three modes,"*® and we cannot accurately evaluate
®@,,..(t) for general cases. Nevertheless, for a special case that the
hypothetical PI chain is dipole-labeled in half of its backbone,
eqs 11—13 allow us to simply express Pperpa(t), without any
detailed knowledge for f, and 1/, as

q)half—label(t) = % {(Dord(t) + q)sym—inv(t)} (14)

Here, @,4(t) and Dy, i0(t) are the dielectric relaxation func-
tions for the ordinary and symmetrically dipole-inverted linear PI
chains having the same molecular weight M and exhibiting the
same motion as the half-label PI chain of our interest. The dielec-
tric behavior has been examined for such a pair of the ordinary
and dipole-inverted PI49 with M = 48.8 x 10° (=10M,”"), and
the dielectric relaxation has been found to be =4 times faster for
the latter (because of the dielectric inertness of odd eigenmodes
for the latter).**® Thus, and D iny(f) and D 4(t) satisfy a
relationship, @, iny(t) = Pora(4t), and eq 14 is rewritten as

Dpaptabel (t) = % {@ora(t) + Dora(4t) } (15)

In our PIS3—PtBS42 copolymer, the PtBS42 block occupies
30% of the backbone measured in terms of the number of
entanglement segments; see the 6 value in eq 9b. This fraction
is different from but fairly close to the fraction (50%) considered in
eq 15. Thus, as the best approximation at this moment, we may
compare, on the basis of eq 15, the &py poa(w;T) data of the PIS3—
PtBS42 copolymer at T and {SPI%*(&’(:);TEE}IEI)—&—EPM*(Z’ w/4;-
T2 )} /2 of the equivalent PI66 at T2k =T — 30 °C. Since the
dielectric data are available for the ordinary and dipole-inverted
P149 samples™ but not for PI66, the actual comparison is made for
the &py poac (@;T) data and the data obtained for the ordinary PI49
sample,

_pbr

Eeq(@; T)= TPulk

{8PI49 * (r‘l//l/a); 1so-PI)

+ 81)149*(’1//1,6“/45 Tilzgl—ll(’l)} (16)

Here, the PI volume fraction ¢p; and the intensity factor by =

is‘él_l}I/ T are multiplied for correction of the dielectric intensity
difference between the PI49 sample and the PI block (as done in
eq 6). A minor correction factor r,’ for the molecular weight

difference between PI49 and the equivalent PI66 is evaluated as

3.5
M
r,’< P‘“) =29 (17)

Mpiy9

The result of the above comparison is later shown in Figures 7
and 9.

4.3. Comparison of Dielectric Behavior of PI—PtBS Copo-
lymer and Equivalent Pl. 4.3.1. Comparison of t.. In Figure 7,
the dielectric 7.(T) data of the PIS3—PtBS42 copolymer at
various T(circles)** are compared with 75%(T) of the equivalent
star and linear PI obtained from &.q,*(w;T) defined by egs 6 and
16. This eeqv*(a) ;T) was evaluated from the available data for the
bulk PI(59)s and PI49 samples at % = T — 30 °C, as
explained earlier. The 7,.(T) data of the copolymer are close to
7:T(T) of the equivalent star and linear PI at low and high T,
respectively, and the crossover between these asymptotes is
noted at intermediate T. This result lends support to the

molecular picture that the PIS3 block behaves as the equivalent
star and linear chains at low and high T. Thus, the thermo-
rheological complexity of the dielectric data for the copolymer at
low @ (top panel of Figure 4) is mainly attributable to the
crossover of the motional mode, as discussed earlier.

4.3.2. Comparison of Relaxation Mode Distribution at Low-
est T (20 °C). Following eq 6, we utilized the dielectric epl(slg)é*-
(w ,T:’s‘cl,u}l) data of the star PI(59), sample‘?’1 reduced at }Z‘él}l =
—10°C (263 K) to evaluate &.4,*(w;T) for the equivalent star PI
at T=20 °C (293 K). In the top panel of Figure 8, the A¢.q,/ (@)
and &.q,'(w) of the equivalent star PI (solid curves) are
compared with the A¢’(w) and €’ (w) data of the P1S3—PtBS42
copolymer at 20 °C. The filled triangles indicate plot of the
A& () data of the PI53/PtBS42 reference blend with wpy = 55.7
wt % at 20 °C (in the iso-T, state). For clear comparison, this plot
is slightly shifted upward in the double logarithmic scale so that it
agrees with the A¢’(w) plot for the copolymer (unfilled squares)
at the highest w in the panel. The bottom panel compares the
modulus data of the PIS3—PtBS42 copolymer (symbols) and the
PI53/PtBS42 blend (curves) at 20 °C.

The copolymer chain has N, =13.2 entanglements per chain,
as explained earlier. The corresponding plateau modulus sus-
tained by both PI and PtBS blocks is evaluated to be Gy =
VehainNeksT = 3.3 x 10° Pa (Vehain = chain number density). In
the bottom panel of Figure 8, we note that G’ > Gy at w > 2 st
and the Rouse-like power-law behavior G' = G’ o w'? is
observed in this high-w zone. Thus,atw >2s™ ! the PI and PtBS
blocks appear to equilibrate themselves within the entanglement
length a through the cooperative Rouse mechanism, as discussed
for high-M blends.*® Consequently, the entanglement relaxation
occurs at @ < 2 s '. The dominant part of the dielectric
relaxation of the PI block is observed in this low-w zone (top
panel), which is consistent with the molecular picture that that
the PIS3 block essentially behaves as a star arm at low T.

Now, we focus on the dielectric behavior shown in the top
panel of Figure 8. We first note that the dielectric relaxation is
significantly slower for the PIS3 block of the copolymer (unfilled
symbols) than for the PIS3 chain in the blend (filled triangle).
This result demonstrates that the PI block motion is strongly
constrained by the PtBS block at 20 °C. Furthermore, the curves
for the equivalent star PI are close to the Ag’(w) and ¢”(w) data
of the copolymer. This result lends support to the above
molecular picture.

At the same time, we should again emphasize that the PI and
PtBS blocks do have the same, slowest eigenmode relaxation
time and the PI block relaxation is much faster than the PtBS
block relaxation in a sense that the intensity of the slowest
eigenmodes is smaller for the PI block. Consequently, the real
slowest relaxation process of the PI block should occur simulta-
neously with that process of the PtBS block and the PtBS block
cannot be regarded as the fixed anchor for the PI block during
this process.

In relation to this point, we note that G’ of the copolymer
decreases to the entanglement plateau modulus expected for the
case of simple dilation of entanglement by the relaxed PI block,
Gg%l = (ﬁPtBSmGN =43 x 10* Pa, with decreasing w to w. = 0.06
s~ '; see the arrow in the bottom panel. This viscoelastic feature
suggests that the PtBS block begins to exhibit rather significant
motion/relaxation at such low @ < .. The terminal part of the
dielectric relaxation of the PI block does occur in this range of w
(cf. top panel), suggesting that the motion of the PtBS block
affects (accelerates) the PI relaxation at those w. Indeed, a hint of
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Figure 9. Top panel: Comparison of the dielectric A¢’ and ¢ data for
the PIS3—PtBS42 copolymer at 120 °C (unfilled symbols) and the
equivalent linear PI (M = 66.1 x 10% thick solid curves) having the
entanglement number identical to that for the copolymer chain as a
whole. The comparison is made in the iso-TPY" state where the
equivalent linear PI and the PI—PtBS copolymer have the same longest
Rouse relaxation time. Bottom panel: Comparison of the viscoelastic G'
and G” data for the PIS3—PtBS42 copolymer (unfilled symbols) and the
PI53/PtBS42 blend (curves) at 120 °C.

this acceleration can be noted as the downward deviation of the
A€ () data of the PI block from the equivalent PI curve at those
. In addition, because of the block connectivity, the PtBS
segment near the PI—PtBS junction would be more significantly
plasticized by the PI segments compared to the other PtBS
segments far from the junction. The junction point fluctuation
due to this extra plasticization might enhance the difference
between the PI block and star PI. Thus, the full relaxation
behavior of the PI block at low T is close but not identical to
that of the equivalent star PIL. Accurate description of this
behavior of the PI block requires a molecular analysis for a block
anchored by a slow but mobile block. This analysis is an
interesting subject of future work.

4.3.3. Comparison of Relaxation Mode Distribution at High-
est T (120 °C). Following eq 16, we utilized the dielectric
8P14?:(a);Tﬁf,l_l}I) data of the linear PI49 sample45 reduced at

bulk = 90 °C to evaluate €eqv'(w;T) for the equivalent, half-
labeled linear PI at T = 120 °C. The top panel of Figure 9
compares the Ag.q,/(w) and &4, (@) of this equivalent PI (solid
curves) with the data of the PIS3—PtBS42 copolymer at 120 °C
(unfilled symbols). The bottom panel compares the modulus
data of the PIS3—PtBS42 copolymer (symbols) and the PIS3/
PtBS42 blend (curves) at 120 °C.

At low w where the dominant part of the dielectric relaxation
of the PI block is observed, G’ of the copolymer is well below the
entanglement plateau modulus sustained by both PI and PtBS
blocks, Gy = VarainNokpT = 4.4 x 10° Pa (at 120 °C); cf. bottom
panel. This fact indicates that the entanglement segment of the size a
(= 6.2 nm; cf. eq 3) behaves as the internally equilibrated motional
unit for the dielectrically detected global relaxation process of the
copolymer. Thus, the dielectric data of the equivalent linear PI,

3
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Figure 10. Comparison of the viscoelastic terminal relaxation time 7g
for the PIS3—PtBS42 copolymer, the PIS3/PtBS42 blend, and the PIS3
and PtBS42 chains in the blend.

being evaluated with the entanglement segment as the motional unit
(cf. egs 9a and 10), can be unequivocally compared with the
copolymer data.

As explained earlier, (R?) is not exactly the same for the PI and
PtBS blocks and no complete agreement is expected for the data of
the copolymer and the equivalent linear PI, the latter having the
dipoles in its half backbone. Nevertheless, the dielectric data of the
equivalent PI agree with the copolymer data surprisingly well; see top
panel. This result strongly suggests the basic validity of the molecular
picture that the PIS3 block at high T behaves as a portion of free linear
chain (subjected to an extra friction from the PtBS block).

4.4. Dynamics of Copolymer Chain. For the PIS3—PtBS42
copolymer, the PtBS block dynamics is also a subject of our
interest. However, we cannot dielectrically examine the global
motion of the PtBS block having no type-A dipole. Furthermore,
for the mutually connected PI and PtBS blocks, we have no simple
blending law for the viscoelastic moduli sustained by respective
blocks. For this reason, this section focuses on the behavior of the
PI—PtBS copolymer chain as a whole to discuss the relaxation of
the PtBS block just qualitatively.

4.4.1. Viscoelastic Relaxation Time of the Copolymer.
Figure 10 compares the terminal viscoelastic relaxation times
7 of the PIS3—PtBS42 copolymer (unfilled squares) and the
PIS3/PtBS42 blend (unfilled circles), both having the same PI
content (wp; = 55.7 wt %). In the copolymer and blend at the
same T, the iso-T, state is achieved not only for the Rouse
segment of PI but also for that of PtBS. The relaxation times of
the PIS3 and PtBS42 chains in the blend, evaluated from the
analysis of the blend data (Appendix B), are also shown for
comparison; cf. unfilled diamonds and filled triang]es.

At low T, 7 is similar for the copolymer, blend, and the
PtBS42 chain in the blend but significantly smaller for the PIS3
chain in the blend, which is in harmony with the earlier discussion
for the PI block relaxation: Namely, at low T, the PtBS42 block is
the “slow” block (defined by considering both relaxation time
and intensity of eigenmodes) and thus behaves as the anchor
during the dominant part of the PI block relaxation. Conse-
quently, at the onset of the terminal relaxation of the copolymer
(where the PI block has relaxed considerably), the connectivity
with the PIS3 block would not significantly affect the PtBS42
block motion. Then, 7g of the PtBS42 block is expected to be
close to 7 of the copolymer and also to 7 of the PtBS42 chain
in the blend being free from the connectivity effect. This
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Figure 11. Test of time—temperature superposability for the visco-
elastic G’ and G’ data for the PIS3—PtBS42 copolymer. The data are
reduced by the intensity factor, by = T/T, (with T, = 363 K), and
superposed at their low-w G’ tails. The G’ data are multiplied by a
factor of 10 to avoid heavy overlapping with the G’ data.

expectation is in harmony with the low-T data in Figure 10.
However, we should also note that the viscoelastic G* data of the
copolymer and blend at low w are close but not identical to each
other; see the bottom panel of Figure 8. This result suggests that
the PI block has some effect on the relaxation of the copolymer/
PtBS block possibly because the real slowest relaxation of the PI
block occurs cooperatively with the PtBS42 block, as discussed
earlier.

In contrast, at high T, T of the copolymer is larger than 75's of
the blend and the PIS3 and PtBS42 chains therein; cf. Figure 10.
Thus, the PtBS42 and PIS3 blocks connected to each other appears
to relax cooperatively thereby allowing the copolymer chain to
behave as the equivalent linear chain that has a larger M and relaxes
slower compared to the PIS3 and PtBS42 chains in the blend. This
effect of the block connectivity makes a significant contrast between
the relaxation of the copolymer and blend at high T.

At intermediate T, 7g of the copolymer exhibits a crossover
between the two asymptotic cases discussed above. This cross-
over of 7, due to the crossover of the motional mode of the PI
block and the corresponding change in the PtBS block motion,
cannot be described by the molecular models available at this
moment. Formulation of a model describing this crossover
behavior is an interesting subject for future work.

4.4.2. Thermo-Rheological Behavior of the Copolymer. In
Figure 11, the storage and loss moduli, G’ and G/, measured for
the copolymer at various T are reduced by an intensity correction
factor, by = T/T, (T and T, in K unit), and shifted along w axis by a
factor of ar, to achieve the best superposition of their low-w G
tails. The reference temperature is chosen to be T, = 363 K (90 °C).
The G” data are multiplied by a factor of 10 in order to avoid heavy
overlapping with the G’ data. In Figure 12, the viscoelastic shift
factor ar utilized for this superposition is compared with the
dielectric shift factor ar . achieving the superposition of the A¢’ and
¢ data of the copolymer (cf. top panel of Figure 4.)

As noted in Figure 11, a fairly good superposition is achieved
for the G* data of the copolymer. However, a close inspection
reveals a failure of superposition at intermediate to high w; see the
dataat war /s~ = 10> —10°. This delicate failure possibly reflects
the change of the motional mode of the PI block with T' (from the
tethered chain like motion at low T to the free chain like motion at

high T retarded by the PtBS block) and the corresponding change
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Figure 12. Comparison of the viscoelastic and dielectric shift factors

ar,g and ar for the PIS3—PtBS42 copolymer utilized for the super-
position in Figures 11 and 4.

for the PtBS block motion. The copolymer chain should be thermo-
rheologically complex because of these changes of the motional
modes. However, this viscoelastic complexity is much less significant
compared to the dielectric complexity (cf. top panel of Figure 4), as
also noted for miscible PI—PVE block copolymers.”

This difference of the viscoelastic and dielectric complexities
of the PI—PtBS copolymer can be related to a fact that the
dielectric data just detect the global motion of the PI block while
the viscoelastic data are contributed from both of the PTand PtBS
blocks. As the motional mode of the PI block changes with
increasing T, the PI contribution to the terminal relaxation of the
copolymer is enhanced while that to the fast relaxation becomes
less significant. Correspondingly, the PtBS contributions to the
slow and fast parts of the copolymer relaxation become less and
more significant with increasing T. These changes of the PI and
PtBS contributions tend to cancel each other, which possibly
resulted in the weak viscoelastic complexity seen in Figure 11.

The viscoelastic shift factor ar g of the copolymer is evaluated
from the low-w moduli data. Thus, we expect that ar g of the
copolymer at low T reflects the motion of the PtBS block (much
slower than the motion of the PI block) while that at high T
corresponds to the cooperative motion of the PI and PtBS blocks.
This expectation is in harmony with the observation in Figure 12
that ar,g at low T is larger and more strongly dependent on T
compared to ar . reflecting the PI block motion while ar,g at high T
is very similar, in the T dependence as well as the magnitude, to the
dielectric ar,. This result again lends support to the molecular
picture that the PI block essentially behaves as the tethered chain at
low T while as a portion of the free linear chain at high T.

5. CONCLUDING REMARKS

Linear viscoelastic and dielectric behavior was examined for a
disordered PIS3—PtBS42 diblock copolymer and the PIS3/
PtBS42 reference blend having the same PI content (wp; = 55.7
wt %). For these samples, the dielectric data characterize the global
motion of PI block/chain, while the viscoelastic data detect the
relaxation of all components in the blend/copolymer systems.

Comparison of the dielectric and viscoelastic terminal relaxation
times suggested that the relaxation of the PI and PtBS blocks of the
copolymer is affected by the antiplasticization and plasticization due
to respective partner blocks, as similar to the situation in the PI/PtBS
blends. However, more importantly, the block relaxation was found
to be strongly affected by the connectivity between the blocks. This
connectivity effect, being absent in the blends, forced the PI block
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Figure 13. Viscoelastic G’ and G’ data (top panel) and dielectric A€’
and €'’ data (middle panel) of bulk PI53 reduced at T, = 30 °C. The plots
in the bottom panel show the shift factors for these data, and the solid
curve indicates the WLF equation for bulk PI (eq Al).

to relax essentially as the tethered chain (anchored by the slow
PtBS block) at low T while as a portion of free linear chain at high
T (where the PI and PtBS blocks relax cooperatively). This change
of the motional mode of the PI block with T led to the thermo-
theological complexity of the dielectric data that was much more
significant compared to the complexity of the PI/PtBS reference
blend. The corresponding complexity was observed also for the
viscoelastic data of the copolymer. However, this viscoelastic com-
plexity was much less prominent than the dielectric complexity,
possibly because viscoelastic changes due to the mode changes of the
PI and PtBS blocks tend to cancel each other.

Finally, we note that the connectivity effect on the global
dynamics of the disordered PI—PtBS diblock copolymers would
change with the entanglement density. Specifically, for non-
entangled copolymers, the reduction of the frictional asymmetry
between the PI and PtBS blocks on the increase of T is expected
to result in the crossover from the tethered Rouse-like behavior
of the PI block to the nontethered Stockmayer-Kennedy type
behavior of the copolymer as a whole. It is an interesting subject
of future work to test this expectation for low-M PI—PtBS

copolymers.

B APPENDIX A. DYNAMIC BEHAVIOR OF BULK COM-
PONENTS

For bulk PIS3 sample, the time—temperature superposition
held well for the viscoelastic G'(w)and G’ (w) data as well as for
the dielectric A¢’(w) (=€/(0) — & (w)) and ¢’ (w) data. The
master curves of these data, reduced at a bulk reference tem-
perature T, . = 30 °C, are shown in the top and middle panels
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Figure 14. Viscoelastic G’ and G” data of bulk PtBS42 reduced at T, =
180 °C (top panel) and the shift factor for these data (bottom panel).
The solid curve in the bottom panel indicates the WLF equation for bulk
PtBS (eq A2).

of Figure 13. The dielectric and viscoelastic shift factors ar
coincide with each other (because the slow viscoelastic and
dielectric relaxation processes of PI detect the same global
motion) and are commonly described by the previously reported
WLF function®® (cf. bottom panel of Figure 13).

4.425(T = Ty purk)
140.0 + T — Ty puc

logar = — with Ty e = 30 °C

(A1)

The PtBS42 chains have no type-A dipole and thus their global
motion is dielectrically inert.>> However, this motion is unequi-
vocally reflected in the G'(w) and G’(w) data. These data
obeyed the time—temperature superposition, and their master
curves at T, = 180 °C are shown in top panel of Figure 14.
The corresponding shift factor ar is well described by the WLF
equation reported previously,”® as shown in the bottom panel of

Figure 14.
_ 10.0(T — Tr,bulk)
116.54+T — Tr,bulk

IOg ar = with Tr,bulk =180 °C

(A2)

Il APPENDIX B. ISO-Ts STATE FOR COMPONENTS IN
BLENDS AND COPOLYMER

B1. Iso-7, State for Pl. The top panel of Figure 5 shows the
shift factor ar . utilized for the superposition of the dielectric data of
the PIS3—PtBS42 copolymer and the PI53/PtBS42 blend at high
@ 2 Wpeqi (cf. Figure 4). The ar,, data defined with respect to T, =
90°C are almost indistinguishable for these systems having the same
wpy (=55.7 wt %), suggesting a similarity of the local frictional

1597 dx.doi.org/10.1021/ma102595f [Macromolecules 2011, 44, 1585-1602



Macromolecules

environment for the Rouse segment (smallest motional unit for the
rubbery relaxation) of the PI chain/block therein.

For the PI/PtBS blend, ar . is determined by two mechanisms
affecting the PI relaxation, the anti-plasticization of PI due to PtBS
and the change of the contribution of the dynamic tube dilation
(DTD)/constrain release (CR) mechanism to the PI relaxation on
blending with PtBS.>® The latter change is minor in a quantitative
sense.”® However, in this study, we correct the ar, data for the
second mechanism because of its conceptual importance.

The change of the DTD/CR contribution to the PI relaxation
on blending with PtBS can be quantified by a Q factor being
introduced as a ratio of the dielectric 7, of the fast component in
PI/PI blends to 7, of this component in bulk state.”® For our
PIS3/PtBS42 blend, the Q factor was evaluated from eq 9 of ref
26, with the numerical coefficients therein being given by (B,
q) = (0.35,0.2,2.5) for ¢pps = 0.41 (= ¢, in eq 9 of ref 26). The
raw data of the shift factor ar, were corrected for the change of
the DTD/CR contribution as ar* = ar./Q, with 1 < Q < 1.14
for our PI/PtBS blend at T > 20°C. (Thus, in a quantitative
sense, this correction represented by the Q factor was minor.)
This ar . * represents exclusively the change of relaxation time 7
of the Rouse segment of PI in the blend with T.

The standard WLF analysis26 for the ay . * data of the PI/PtBS
blends gave the iso-7, temperature for the blends, Ty, p1 = 60°C,
that corresponds to the reference temperature of bulk PI, T', i =
30°C. For the PIS3/PtBS42 blend as well as the other PI/PtBS
blends having the same wp; (=55.7 wt %) examined elsewhere,”!
the bottom panel of Figure S shows the plots of ar s, (=ar*
defined with respect to Tis.p1) against T — Tie. (The sample
code number indicates 10 °M.) The plots are excellently
described by the WLF equation for bulk PI (curve), eq Al with
T, pulk = Tiso-p1, indicating the reliability of our WLF analysis.
Thus, the Rouse segment of P in the blends at T'is in the iso-
state with respect to the segment in PIbulk at 7' = T — ATiy—pr
(=T — 30). This should be the case also for the PI segment of
the PI—PtBS copolymer having the same wp; (=55.7 wt %) as
the PI/PtBS blends.

B2. Iso-75 State for PtBS. For determination of the iso-7
temperature for the Rouse segment of PtBS, we first need to
evaluate the modulus Gpg* of the PtBS chain in the PI/PtBS
blends and then make the WLF analysis for the shift factor ar for
the modulus data. In the PIS3/PtBS42 blend, the PtBS42
relaxation is slower/equally slow compared to the PIS3 relaxa-
tion in the entire range of T examined, as explained for Figure 3.
Thus, the PtBS modulus in the blend can be evaluated from the
Gp*(w,T) data of the blend and the Gpypun (@, Tepun) data of
bulk PIS3 at its reference temperature Typ,p. (=303 K) with the

aid of a blending law explained in our previous work, >3

Gps*(; T) = Gp*(w; T)

O Gy (@Q i Tan) (BY)
Here, bt (= Tpur/T) gives the intensity correction between
temperatures T and T,pu Lo (= {abi™/a)}* = 0.88; cf. eq 3)
represents the decrease of the entanglement plateau modulus Gy
on blending of PI and PtBS, ¢p; (= 0.59) is the PI volume fraction
in the blend, Q is a factor specifying an increase of 7, of Pl in the
blend due to restriction of DTD/CR, and Ap; is a ratio of the
dielectric relaxation time of bulk PIS3 at T, i to that of PIS3 in
the blend at T. In eq B1, we have neglected a contribution of the
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Figure 15. Test of the time—temperature superposability for the
viscoelastic modulus data of the PtBS42 chain in the PIS3/PtBS42
blend (top panel) and in the PI20/PtBS42 blend®' (bottom panel).
The reference temperature is T, = 20 °C. The data are reduced by the
intensity factor, by = T/T, (with T, = 293 K), and superposed by
utilizing the low-@ Gpps'’ data as a guide. The G” data are multiplied
by a factor of 10 to avoid heavy overlapping with the G’ data. For
further details, see text.

minority PIS3 in the PIS3/PtBS42 blend to the PI modulus
because the minority is rather dilute in the blend (as noted from
just a weak thermo-rheological complexity of the ¢ data of the
blend; cf. Figure 4). The correction for Gy through the factor I is
minor in a numerical sense and was neglected in the previous
work.2® However, this correction has been incorporated in eq B1
for conceptual completeness.

The Q factor appearing in eq B1 was determined from the 7/
T, ratios measured for the blend and bulk PIS3, as explained
previously.”® The Ap; value was directly obtained from the &’ peak
frequencies for the blend at T and bulk PIS3 at Ty (The 7, data of
the blend, being evaluated from the low- tails of the A&’ and ¢’ data
(cf. eq 1), were affected by the minority PIS3. For this reason, we
utilized the (peqi data to evaluate Apr.) Thus, all parameters appearing
in eq B1 were experimentally obtained, which enabled us to evaluate
Gpaps'(w,T) of PtBS42 in the PIS3/PtBS42 blend. The viscoelastic
relaxation time T of PtBS42 in the blend was evaluated from those
Gpps™ data obtained with the aid of eq B1 (that is valid in a range of
where the entanglement segment is internally equilibrated and G’ does
not exceed the entanglement plateau modulus™). 7¢ of PIS3 in the
blend was evaluated from the {¢pil./br’} Gprpur (W Q> Aps Topui)
data utilized in eq B1. These 7 data are shown in Figure 10.

We tested the time-temperature superposability of the PtBS
modulus data obtained above by utilizing the low-w Gps” data
as a guide for the superposition. The results are shown in the top
panel of Figure 15, where Gpgs*(w,T) at respective T is reduced
by the intensity factor by = T/T, (with T, = 293 K) and plotted
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Figure 16. Shift factor ar g utilized for the PtBS42 modulus in the
PI53/PtBS42 and P120/PtBS42 blends (examined in Figure 15) and for
the PtBS70 modulus in the PI20/PtBS70 blend.>" All these blends have
the same composition, wp; = 55.7 wt %. (For the PI20/PtBS42 and
PI20/PtBS70 blends examined previously,” the viscoelastic response
was dominated by PtBS chains and ar,g agreed with the shift factor for
the modulus of the blend as a whole.) The solid curve indicates the WLF
equation (eq A2) for PtBS with respect to the iso-7, temperature,
Tiso-ptns = 25 °C for PtBS in the blends and T, pux = 180 °C for bulk
PtBS42. For further details, see Appendix B.

against a reduced frequency warg. The superposition fails
moderately, possibly because of a change of the motional mode
of the PtBS42 chain with T: PtBS42 relaxes much more slowly
compared to PIS3 at low T, but this difference of the relaxation
rates decreases with increasing T to enhance the topological
effect of PIS3 on the PtBS relaxation and induce this change of
the motional mode. (This situation is qualitatively similar to that
for the moderate thermo-rheological complexity of the G* data of
the PI—PtBS copolymer; cf. Figure 11).

From this mechanism of the complexity of the PtBS42
modulus, we naturally expect that the Gpgs*(w,T) data obey
the time-temperature superposition in a range of T where the PI
motion is sufficiently faster than the PtBS42 motion. In fact, this
situation is realized in a wide range of T if the PtBS42 chain is
blended with lower-M (faster) P As an example, the bottom panel
of Figure 15 demonstrates good superposability of the Gpgs* data
recently obtained for the PtBS42 chain blended with lower-M PI120
chain (M = 194 X 10°) at the same wp; (=55.7 wt %).>! (Even more
excellent superposition was achieved for the relaxation modulus
Gpeps(t) of the PtBS chain because a relative contribution from the
fast Rouse equilibration mode to Gpegg(t), if any, exponentially
decays with t and vanishes in the terminal relaxation regime of our
interest.>") Since P120 relaxed much faster than PtBS42 in the range
of T, those Gpps* data obtained with the aid of eq B1 were almost
indistinguishable from the raw G* data of the blend and exhibited
excellent superposition.”" This was the case also for the previously
examined low-M PI/PtBS blends.>>*°

The excellent superposition seen for the PI20/PtBS42 blend
indicates that the motional mode of the PtBS42 chain therein
hardly changes with T. Standard WLF analysis of the shift factor
ar, for those data gave the iso-7, temperature for the Rouse
segment of PtBS in the blend, T, ps = 25°C that corresponded
to the reference temperature of bulk PtBS, T, 1. = 180°C.>! For
the other P120/PtBS70 blend (Mpgs = 69.5510°) with the same
wpr (= 55.7 wt %) exhibiting equally good superposition, the
analysis again gave T, pins = 25°C>' In Figure 16, the ar g data
for these blends defined with respect to this T, pps is plotted
against T — Tigopps (cf. large circle and square).>' The plots are
excellently described by the WLF equation for bulk PtBS (eq A2)

with Tppur = Tisopiss = 180 °C (solid curve), indicating the
reliability of the WLF analysis. (For the PtBS42 chain in the
PIS3/PtBS42 blend, the superposition failed moderately; cf. top
panel of Figure 15. Nevertheless, its at g factor was rather close
to the WLF description, as shown with the small triangle in
Figure 16. For this blend, the approximate superposition utilizing
the low- Gps”’ data as a guide may have reflected the correct
Tiso-ptns With a rather small uncertainty.)

Since the friction coefficient of the Rouse segment is determined
locally by the composition, the Ti, pps value obtained above
should be common for the PI/PtBS blends and PIS3—PtBS42
copolymer having the same wp; (= 55.7 wt %). Thus, the Rouse
segments of PtBS in the blends and copolymer at T are in the
iso-7 state with respect to the segment in PtBS bulk at T = T —
ATio—ps = T + 158.

We also note that the corresponding, effective T, of the
Rouse segments in the blends/copolymer, T;gtBs = Tg’bpu]tl](_),s +
ATio—pms = —8°C, is located at the high-T edge of the broad glass
transition of the blend/copolymer, as shown with the thick
dotted arrows in Figure 1. This behavior can be related to the
difference between the Rouse segment and the monomeric
segment, the latter being responsible for the thermally observed
transition, as explained for Figure 1.

B APPENDIX C. TERMINAL RELAXATION TIMES OF
BULK Pl AND BULK PTBS

The PIS3 block of the PIS3—PtBS42 copolymer is expected
to essentially behave as the arm of star chain at low T and as
a portion of a free, nontethered linear chain at high T, as
discussed in the text. A test of this molecular picture requires us
to evaluate the relaxation time of these equivalent star/linear
PI chains. Literature data®" enabling this evaluation are sum-
marized below.

C1. Dielectric Relaxation Time of Pl. The data for the
terminal dielectric relaxation time, 7. defined by eq 1, are
available for a series of entangled 6-arm star PI and linear PI in
bulk state at 40°C.>" These 7, data were reduced to 30°C with the
aid of the WLF equation for bulk PI (eq A1) and plotted against
the span molecular weight 2M,,,, (for star PI) and/or the total
molecular weight M (for linear PI) in Figure 17. (The WLF shift
is identical for the star and linear PL.>") The plots in the range of
M, 2M,r, > 50 X 107 (well entangled regime) are described by
empirical equations shown with the curves:

Te/s = 2.0 x 10~ "M, ®
X exp{1.4 X 10~ *M,,} for star PI at 30 °C  (C1)

Te/s = 7.9 x 107 YM**  for linear PI at 30 °C  (C2)

These equations are utilized to evaluate 7, of the equivalent star
and linear PI in the iso-7, and iso-T2™™ states, respectively, as
explained in the text.

C2. Viscoelastic Relaxation Times of Pl and PtBS. We can
utilize the data for the terminal viscoelastic relaxation time ‘L’]é‘ﬂk
(defined by eq 1) of monodisperse bulk PI and PtBS to evaluate the
ratio of the friction coefficients of the entanglement segments of
the PtBS and PI blocks at a given T, L = BS Block(y /P block
(T). As an example, the top panel of Figure 18 shows the 76~ data
for bulk PI* 3! at Tﬁ‘;H}I = 90°C and bulk PtBS>® at T‘-’,;él}}tgs =
275°C plotted against the M/M:"* ratio (unfilled symbols). These
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Figure 17. Plots of the dielectric relaxation time data® for 6-arm star P
(squares) and linear PI (circles) at 30 °C against the span molecular
weight 2M,,,,, (for star PI) and total molecular weight M (for linear PI).
The dashed curve and solid line, respectively, indicate empirical
equations for star and linear PI (eqs C1 and C2) in the well-entangled
regime (M, 2M,, > 50 X 10%).
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Figure 18. Top panel: Comparison of viscoelastic 7 for bulk PI*° 3!

at 90 °C (unfilled squares) and bulk PtBS® at 275 °C (unfilled
circles). These temperatures are the iso-7, temperatures for the
Rouse segments of PI and PtBS in the PI/PtBS blend (and
copolymer) at T = 120 °C. The filled circles indicate the 7 data
for bulk PtBS multiplied by a factor of 3.7 x 10>, Bottom panel: A
ratio of the friction coefficients of the entanglement segments of the
PtBS and PI blocks, £5*BS Plock(T) /g1 Ploek(T) evaluated from the 7¢
data of bulk PI and PtBS. This ratio is plotted against T. For further
details, see Appendix C.

T2 and T2UK o are the iso-7, temperatures defined with respect
to the Rouse segments of the PI and PtBS blocks at T = 120°C.
The filled circles in the top panel of Figure 18 indicate the 7"
PBS(Thulk 5s) data multiplied by 3.7 x 10 >. As noted from the
coincidence of those circles and squares (= 7~ "(Toos)), the 7g

data of bulk PI and PtBS exhibit very similar M dependence, 7 o< M

for M/M‘em]k < 1 (unentangled behavior) and 7 o< M for M/Mimlk
> 1 (entangled behavior). However, the magnitude of 7; is different
for the bulk PI and PtBS having the same M/MP™ value, which
essentially reflects the difference of Csulk PI(T?;'_]}I) and ngk I)tBS(TiM,_
ptBsbu]k). This difference of 7 can be utilized to evaluate the &&™°
Block(T) /2P T ratio for the PtBS and PI blocks of the copolymer
at T, as explained below.

The 7 data of unentangled bulk PI and PtBS at T can be
expressed in the Rouse form

[ b } {al;(ulk}ZCke)ulkX(T)< M )2
TG = =

wG” 90k T Mbulk X

(X = P, PtBS) (C3)
where E2 X(T) (oc NR™ X oc {a%™}2) is the friction coefficient of
the entanglement segment of the size @™ in the bulk X system at
T. (Considering the relationships for the chain friction coefficient
gebain — pbulk Xpr/MP% and for the chain size (R = {a%"*}’M/
M we can rewrite the usual Rouse expression of Tg into the
form of eq C3.) Thus, for the bulk PI and PtBS having the same M/
MPE ratio, eq C3 gives

bulk PtBS ( 7-bulk bulk bulk 12 sbulk PtBS / -bulk
Tg (Tiso-PtBS) _ Tiso-PI{“PtBs G (Tiso-PtBS)

bulk PI(7bulk T rbulk bulk 12 bulk PI / bulk
e P (Taomn) Tyobess {apt Ee (Ts1)

_ {al;:ilaks }4 CEtBS block (T)
{a]IJ)IIl[k }4 CEI block ( T)

(C4)
In derivation of eq C4, we have considered the following iso-7
relationship for the X block and bulk X (cf. eq 4):

C]:u]k X( bulk ) B Clsaulk X( bulk )

iso-X iso-X Nbulk X
bulk bulk R
TisoAX Tiso—X

X block

_ Cs (T) Nbulk X

= 7’11 R
X block s-X block bulk X

_ N R Cs (T) N R

- X block

T NX

X block ak \2
_& : (T) (b lk) ©s)

Equation C4 allows us to evaluate the {25 Plock(T)/¢!
Plock (T ratio for the entanglement seB%ments of the PtBS and
PI blocks from the data for the 7o PES(TRU Lo) /T2 PI(T,
pi™) and abi/abi® ratios: For examgle, the data in the top
panel of Figure 18 give Cr®S Po%(T) /£ Po(T) = 163 at T =
120 °C. The bottom panel shows plots of the &t™*S P (T) /&2
Plock(T) ratio thus obtained. This ratio changes with T according
to the WLF feature of 7&™ * (X = PI, PtBS) described by the
eqs Al and A2. The iso-T5"™" state of the PI—PtBS copolymer is
specified with the aid of the {2 block /#PIblock 10, as explained
for eqs 8—10 in the text.
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