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1. Introduction:

Dynamics of polymers under the elongational flow has not been fully elucidated yet. For
instance, in the high strain rates it has been known that the polystyrene (PS) melts shows the strain
rate thickening of the steady-state elongational viscosity, while PS solutions indicates the strain rate
thinning [1]. The steady-state viscosities at the high Weissenberg number defined by using Rouse
time (Wig) possess a qualitative difference between polymer melts and solutions. Yaoita et al. [2]
focused on the friction reduction for this issue. They analized the step-strain behavior under
uniaxial elongational flow after cessation of strain for PS melts [3] and solutions [4] using PCN
model [5] and found that molecular friction changed by the chain stretch and orientation
(stretch/orientation-induced reduction of monomeric friction: SORF). They concluded that the
difference of SORF effect between melts and solutions under the high strain rates made the
noticeable difference in the uniaxial elongational viscosity. According to this concept, the
molecular friction of the polymer melts reduces due to SORF under the high rates, leading to the
thinning of the viscosities. In the solutions a presence of solvent suppresses the molecular
orientation, and the friction reduction is less than melts. This small friction reduction in solutions
results in the thickening of the viscosities as the rate increases. The SORF effect on molecular
behavior under fast elongational flow is expressed as,
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where T is the segmental friction, and T(0) is the equilibrium value. frene is the FENE factor, Fs is
the stretch/orientation order parameter, F, = A°S with A is the average stretch ratio normalized
by the maximum stretch of entangled sub-chains, Sis the average orientational anisotropy of the
components, F’so=Fsofrene, and 0=20, 8 =5x107°, y=0.15 and F*5,=0.14 [2].

In our previous paper [6], we simulated the transient equibiaxial viscosities of PS melts by
Takahashi et al. [7] by using PCN simulation, our results reasonably agreed with the experimental
data in the limited strain rates. In this study we investigated the steady-state viscosity of equibiaxial
elongational flow in the wide strain rate region 10 < Wig <10 by the PCN simulation in which the
SORF effect was taken into account to reveal the strain rate dependency of the equibiaxial
elongational viscosity. We examined the stress under elongational flow using the decoupling
approximation [2} as follows,
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Here, Z is the average number of entanglement segments, feene IS the spring bead constant, A is the
stretch normalized by the maximum stretch, and S is the orientation anisotropy. In this study, we
used two types of definition of S to examine the effect of SORF under equibiaxial elongational flow
as below,
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where u is the unit bond vector, and X is the squeezing direction, and y and z are the elongational directions.



2. Model:

In the PCN model, the polymer melt is expected _Table 1 Parameters of PS used in the simulations
as a set of primitive chains in 3-Dimentional spaces | M, | M, | Z, | G,[MPa] | =[s] | TIK]
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The relevant parameters used in this simulation = B S
are listed in Table 1. We neglected the molecular <= . e
weight distribution for simplicity. The molecular v - i
weight of Kuhn step for PS melt (M=700) [9], nois & ' t}\\<
Mo/Mi=15. no determines the maximum stretch ratio &+ SN\wni
(FENE). Shift factor Go=pRT/Myis 0.31 MPa (where 1 K',," 10 m m, ""'l"('), o m

p is the density). The unit time <o is 0.01 sec. The fr/V,R
Rouse relaxation time tr (that is 1/2 of the relaxation  Fig.l1 Normalized steady state viscosity,
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Melt from top to bottom. Solid and dotted

. . curves are for the results with and without
3. Results and Discussion: friction reduction.

Fig. 1 shows the normalized steady-state viscosity

with the zero rate value, orientation, normalized square stretch with the maximum stretch, FENE
factor and reduced friction with the equilibrium value from top to bottom. Taking account of SORF,
1n/M(0) under uniaxial flow successfully showed strain rate thinning at high Wig [2]. We should note
that under biaxial flow m/m(0) showed thinning at high Wig, while /m(0) showed thickening
without SORF. The calculated n/m(0) with SORF by using S; showed relatively strong Wig
dependency, comparing with that by S;/,. Friction reduction of S; decreased by saturated orientation.
Sy orientation was also saturated, but the stretch growth is higher than of S; and suppressed the
decrease of friction reduction and n/1(0).
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