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Abstract. Observations are reported on thermoplastic elastomer (ethylene-octene
copolymer) melt in small-amplitude shear oscillatory tests and start-up shear tests
with various strain rates in the interval of temperatures between 120 and 210 °C.
Based on the concept of heterogeneous non-affine polymer networks, constitutive
equations are developed for the thermo-mechanical behavior of a melt at three-
dimensional deformations with finite strains. Adjustable parameters in the stress—
strain relations are found by fitting the experimental data. The model is applied to
the analysis of Poiseuille flow. The effects of temperature and pressure gradient on
the steady velocity profile are studied numerically.
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1 Introduction

This paper deals with the experimental investigation and constitutive modeling of
the nonlinear thermo-viscoelastic response of thermoplastic-elastomer (TPE) melts at
three-dimensional deformations with finite strains. Modeling the time-dependent be-
havior of polymer melts has been a focus of attention in the past three decades. Among
constitutive equations for the viscoelastic and viscoplastic responses of polymer melts,
it is worth mentioning (i) the Leonov model [1], (ii) the Johnson-Segalman model [2],
(iii) the Phan Thien-Tanner model [3], (iv) the Wagner model (a modification of the
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K-BKZ constitutive equations) [4], (v) the Giesekus model [5], (vi) the finitely exten-
sible nonlinear elastic (FENE) network model [6], (vii) the pom—pom model [7], (viii)
the reptation model with incorporation of segmental stretching [8], and (ix) molecular
stress function model [9], to mention a few.

The present study focuses on the nonlinear thermo-viscoelastic behavior of a ther-
moplastic elastomer (ethylene-octene random copolymer) melt in conventional (i) os-
cillatory shear tests with small amplitudes and (ii) start-up shear tests with constant
strain rates at various temperatures. Rheology of ethylene-octene copolymer melts
has attracted substantial attention in the past decade (see [10]- [19]) for two reasons.
First, these polymers with large concentrations of higher olefin comonomers (above
20 wt.-%) are widely used as rubber modifiers for thermoplastics [15]. Secondly, ethy-
lene copolymers produced by metallocene catalysis have relatively low polydispersity
and contain long chain branches that strongly affect their properties. In particular, (i)
the zero-shear viscosity and (ii) the apparent flow activation energy of polyethylenes
with long-chain branches noticeably exceed those of conventional polyethylenes with
similar molecular weights.

There are two ways to model viscoelasticity of a polymer melt. According to the
first (which goes back to [20,21]), the melt is treated as a transient network of strands,
and its time-dependent response is associated with rearrangement of chains in the net-
work (separation of active strands from temporary junctions and attachment of dan-
gling chains to the network). According to the other approach [2,3], the melt is thought
of as a permanent, but non-affine network of chains. The non-affinity means that junc-
tions between chains slide with respect to their reference positions under deformation,
and the deformation gradient for sliding (plastic flow) of junctions differs from that for
macro-deformation. Following the latter concept, we treat a thermoplastic-elastomer
melt as an incompressible, inhomogeneous, non-affine network of chains linked by
junctions (entanglements and physical cross-links). Heterogeneity of the network is
induced by local density fluctuations. To account for the inhomogeneity, a melt is
thought of as an ensemble of meso-regions with various activation energies for slid-
ing. Distribution of meso-regions is assumed to be independent of temperature and
mechanical factors.

Stress—strain relations for a polymer melt and kinetic equations for sliding (plastic
flow) of junctions are developed by using the laws of thermodynamics. The conven-
tional method of derivation is grounded on the assumption that the plastic vorticity
tensor vanishes. A novelty of our approach is that the constitutive equations are de-
duced without any hypothesis regarding this tensor.

An advantage of the constitutive model is that it involves a small number of ad-
justable parameters (5 for an isothermal loading and 8 for arbitrary non-isothermal
deformations) with transparent physical meaning. These quantities are determined
by fitting the experimental data in shear tests with small and large strains. Not more
than 3 constants are found by approximation of observations in each test, which en-
sures that material parameters are determined with a high level of accuracy. Ability
of the constitutive equations to describe the mechanical response of TPE melts is ex-
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amined by comparison of the model predictions with experimental data in additional
start-up shear tests with relatively large strain rates.

The stress—strain relations are applied to study the Poiseuille flow of TPE melt in a
channel. Analysis of the Poiseuille flow of viscoelastic fluids has attracted noticeable
attention in the past two decades for this type of flow (i) allows constitutive models
to be tested under a spatially inhomogeneous deformation program, and (ii) reveals
a number of interesting phenomena (melt fracture, wall slip, secondary flows) whose
modeling remains a subject of debate [23-26]. Poiseuille flow has been investigated
in [27-29] for polymer fluids described by simple differential models in nonlinear vis-
coelasticity, in [30] for the Wagner model, in [31,32] for the Johnson-Segalman model,
in [33-36] for the Giesekus model, in [36,37] for the Leonov model, in [38] for the Phan-
Thien-Tanner model, in [39,40] for the FENE model, in [41-44] for viscoelastic-plastic
fluids, and in [45] for viscoelastic fluids with pressure-dependent viscosity. We con-
centrate on combined effects of temperature and pressure gradient on steady velocity
profile.

The objective of the present study is three-fold:

1. To report experimental data in oscillatory shear tests with small amplitudes
and start-up shear tests with finite strains at various temperatures on ethylene-octene
copolymer melt.

2. To derive constitutive equations in finite thermo-viscoelasticity of polymer melts
and to find adjustable parameters in the stress—strain relations by fitting the observa-
tions.

3. To analyze the influence of temperature and pressure gradient on the velocity
profile for Poiseuille flow of the TPE melt.

The exposition is organized as follows. Experimental data are presented in Sec-
tion 2. Kinematic relations for an incompressible heterogeneous non-affine polymer
network are derived in Section 3. Constitutive equations for a polymer melt are de-
veloped in Section 4 by using the laws of thermodynamics. The stress—strain relations
are applied to the analysis of simple shear in Section 5. Adjustable parameters in the
constitutive equations are found in Section 6 by fitting the experimental data. Ability
of the model to predict observations in shear tests with large strain rates and to follow
the Cox-Merz rule is examined in Section 7. The Poiseuille flow of TPE melt is studied
in Section 8. Concluding remarks are formulated in Section 9.

2 Experimental procedure

Thermoplastic elastomer Engage 8101 (ethylene-octene copolymer with 31 wt.-% of
comonomer) was supplied by DuPont-Dow Elastomers. Rheological tests were per-
formed by using rheometric mechanical spectrometer Paar Physica MCR 500 in the
cone—plate mode with a diameter of the disk 25 mm and 2° probe.

Two series of experiments were conducted at the temperatures T=120, 130, 150,
170,190, and 210 °C. The lowest temperature T=120 °C was chosen from the condition
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that torque in small-amplitude oscillatory tests did not exceed its critical value at the
highest frequency. The highest temperature T=210 °C was chosen to ensure that no
noticeable degradation of samples occurred during shear oscillatory tests with a du-
ration of 25 min (pronounced degradation was observed in dynamic tests at Tq=230
°Q).

The first series involved small-amplitude shear oscillatory tests (in the frequency-
sweep mode) with an amplitude of 0.05 and angular frequencies ranging from 0.1 to
100 rad/s. In an oscillatory test, a sample was equilibrated at a required temperature,
and the storage modulus G’ and loss modulus G” were measured at various frequen-
cies w beginning from the largest one. Each test was conducted on a new sample. The
experimental data are depicted in Figs. 1 and 2 in the form of the standard double-
logarithmic plots with log=log;,.

The other series of experiments involved start-up shear tests with constant shear
rates k. At a given temperature, four tests were conducted with the strain rates k=1,
2,5, and 10 s~!. Each tests was performed on a new specimen. The experimental
data are presented in Figs. 3-8, where the shear stress X is plotted versus shear k. We
confined ourselves to the interval 0 < k < 10, as steady shear flow was established
within this interval at all temperatures.

The following conclusion are drawn from Figs. 1-8:

1. Given a temperature T, the storage and loss moduli monotonically increase with
frequency of oscillations.

2. Given an angular frequency w, the storage and loss moduli decrease with tem-
perature. The curves G”(w) measured at various temperatures are practically parallel
to each other, whereas shape of the curves G'(w) changes, and the dependence G'(w)
becomes steeper at elevated temperatures.

3. Given a temperature T, the shear stress Y. in start-up tests strongly grows with
shear rate.

4. Given a shear rate k, the shear stress in start-up tests decreases pronouncedly
with temperature.

5. When the temperature T exceeds 130 °C, the dependencies (k) are monotonous
at all strain rates under consideration. At the lowest temperature T=120 °C, stress
overshoot is observed at relatively high shear rates.

3 Kinematics of a non-affine network

A thermoplastic-elastomer melt is modeled as an incompressible heterogeneous non-
affine polymer network, where junctions between chains slide with respect to their
reference positions. The inhomogeneity of the network is induced by local density
fluctuations. To account for this phenomenon, we treat the melt as an ensemble of
meso-regions, where sliding (plastic flow) of junctions occurs with various rates. Each
meso-region is characterized by some energy of inter-chain interaction . The rate of
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sliding I' is expressed in terms of if by means of the Eyring formula [46]

r= 'yexp(—k:ﬂ), (3.1)

where Ty stands for some reference temperature, and the pre-factor y depends (in
general) on absolute temperature T and mechanical factors. By introducing the di-
mensionless energy

u= -4
"~ kgTy’
we present Eq. (3.1) in the form
L(t,u) = v(t)exp(—u), (3.2)

where an explicit dependence of 7y on time reflects evolution of this quantity driven
by deformation.

Distribution of meso-regions with various energies is determined by (i) the number
n(u) of chains (per unit volume) that belong to a meso-region with dimensionless
energy u, and (ii) the entire number of chains per unit volume of the melt

np = / n(u)du. (3.3)
0
The distribution function of chains belonging to meso-regions with various u is given
by
n(u)
fu) = : (3.4)
Mo

The function f(u) and the number of chains per unit volume 1y are assumed to
be independent of deformation. Constitutive equations are derived for an arbitrary
distribution function f(u). To fit experimental data, we adopt the random energy
model [47] with

2

f) = foexp(—55), (W=0),  flu)=0, (u<0), (3.5)

where the pre-factor fj is determined by the normalization condition. An advantage
of Eq. (3.5) is that it involves the only material constant o > 0.

At time t > 0, macro-deformation of the melt is characterized by the deformation
gradient F(t), and sliding of junctions in a meso-region with energy u is described
by the deformation gradient Fs (¢, u). The incompressibility condition implies that the
third principal invariants of the tensors F(t) and Fs(t, u) equal unity.

The velocity gradient for the sliding process 15(t, 1) reads

_ 9F,

TR (3.6)
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where the dot stands for inner product. The rate-of-strain tensor ds (¢, u) and the vor-
ticity tensor w (¢, u) for sliding of junctions are given by
1 1

ds = E(IS +1)), W, = 5(15 —1), (3.7)

where T stands for transpose. It follows from Eq. (3.7) that
Iy = ds + ws. (3.8)

The deformation gradient for elastic deformation Fe (¢, #) in a meso-region with energy
u is determined by
F.=F-F L (3.9)

Differentiating Eq. (3.9) with respect to time, applying Egs. (3.6) and (3.9), and keeping

in mind the formula
_dF

L= F! 10
T (3.10)
for the velocity gradient for macro-deformation, we find that
oF
ate =L, -F,, (3.11)
where
Le=L—-L, Lg=F. (ds+ws) F (3.12)
The rate-of-strain tensors for macro-deformation, D, and elastic deformation, D, read
1 1
D= E(L+LT), D. = > (Le +L)). (3.13)
It follows from Egs. (3.12) and (3.13) that
D. = D — D, (3.14)
where
1
D, = E(Fe'ds-Fe‘l +Fe-wy F,'+F. T -d,-F/ —F, ' -wS-FeTD. (3.15)

The left, B, and right, C., Cauchy—-Green tensors for elastic deformation are given by
Be=F.-F/, C.=F,] Fe. (3.16)

Differentiating Eq. (3.16) with respect to time and taking into account Egs. (3.12) and
(3.14), we arrive at

oB

ate:L-Be+Be-LT—(LS-Be+Be-LST), (3.17)
)

Ce _ 2F] -D-F. —2F] - Dy -Fe. (3.18)

ot
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It follows from Egs. (3.12), (3.15), and (3.16) that

Ls-Be +B.-L; =2F.-d,-F/,
2F] D Fo=Ce-ds +ds-Ce+ Ce- wg — Wy - Ce.

Insertion of these expressions into Eq. (3.18) results in

0B,

= —=L-B.+B. L' —2F.-d,-F/, (3.19)
oC
ate =2F] D-Fo— (Ce-ds+ds-Ce) — (Co-ws—ws-Ce).  (3.20)

The first principal invariant of the tensor C. is given by
Je1 = Ce 1 1, (3.21)

where I is the unit tensor, and the colon stands for convolution. Differentiating Eq.
(3.21) with respect to time, using Eq. (3.20), and bearing in mind that the tensors D
and dg are traceless, we find that

a]el
ot

where the prime stands for the deviator of a tensor.

=2(B,:D—C.:ds), (3.22)

4 Constitutive equations

The strain energy of a polymer chain at time ¢ in a meso-region with dimensionless
energy u is determined by the classical formula for a neo-Hookean medium

w(tu) = 57 (Ja(tu) 3), @)

where ji stands for rigidity. The strain energy density per unit volume of a network
W (t) equals the sum of strain energies of chains belonging to meso-regions with vari-
ous energies 1,

W(t) = /O " w(t,u)n(u)du. 4.2)

Combination of Egs. (4.1) and (4.2) results in

W(e) = g [ (Jealt) =3) Fla)d @3)

where we introduced the notation y = fing. Differentiating Eq. (4.3) with respect to
time and using Eq. (3.22), we obtain

%‘f(t) :y[/oooBg(t,u)f(u)du:D(t)—/ooocg(t,u):ds(t,u)f(u)du L @44
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At isothermal deformation of an incompressible medium, the Clausius-Duhem in-

equality reads

Q) =~ + 2D >0, @)

where Q stands for internal dissipation per unit volume and unit time, and X is the
Cauchy stress tensor. Substitution of expression (4.4) into Eq. (4.5) implies that

Q) y/ du} . D(t)
+y/0 CL(t,u) : dy(t,u) f(u)du > 0. (4.6)

Inequality (4.6) is satisfied for an arbitrary deformation program, provided that the
stress tensor is given by

Z(t) = ~p(O1+ 1 [ Belt,u)f(u)dn, 47)

where p(t) is an unknown pressure, and the rate-of strain tensor ds obeys the kinetic
equation
ds(t,u) = T(t,u)Cq(t,u). (4.8)

Eq. (4.8) may be treated as a definition of the rate of sliding of junctions I in a meso-
region with energy u.
To rearrange Eq. (3.19) for the tensor B, we present Eq. (4.8) in the form

ds = I'(Ce ]ell) (4.9)

It follows from Egs. (3.16), (3.19) and (4.9) that

0B,
ot

The initial condition for Eq. (4.10)

1
=L -Be+Be-L" —2I'(B2 — gjelBe). (4.10)

B.(0,u) =1, (4.11)

means that elastic strains vanish in the reference state.

To complete description of the constitutive model, a dependence of the rate -y
should be established on temperature T and intensity of elastic deformations. We
postulate that

v =Y(T)(Be), (4.12)

where 4 and ¥ are given functions, and adopt the Arrhenius dependence of 4 on
temperature

¥ =70 eXP( ET) (4.13)
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where 7 is a constant pre-factor, E, stands for an apparent activation energy, and R
denotes the universal gas constant.
The effect of deformation of the rate of sliding is described by the formula

p=1-a [1 — exP(—g(]ez - 3))}, (4.14)

where a and g are positive dimensionless constants, and ., stands for the second
principal invariant of the tensor Be. Eq. (4.14) implies that the function ¢ equals unity
at infinitesimal deformations, decreases monotonically with deformation, and reaches
its ultimate value 1 — a at large strains.

Formulas (3.2), (3.5), (4.7), and (4.10)—(4.14) provide stress—strain relations for a
polymer melt. Given a temperature T, the constitutive equations involve 5 material
parameters:

1. the modulus y characterizes elastic properties of the melt,

2. the rate 9 describes viscoplastic flow of junctions at small strains,
3. o reflects local heterogeneity of the polymer network,

4. a and g account for the effect of strain on flow of junctions.

To describe the effect of temperature on the mechanical response, it is postulated that
in the interval of temperatures under consideration, i.e. above the melting tempera-
ture Ty, and below the temperature T4 at which noticeable degradation of TPE melt
occurs:

1. The dimensionless parameters 2 and ¢ are independent of temperature.
2. The elastic modulus y linearly grows with temperature

u=uo+mT, (4.15)

where 9 and i are positive coefficients. Eq. (4.15) is in accord with the statistical
theory of rubber elasticity that presumes the strain energy of a polymer chain, and, as
a consequence, its elastic modulus, to be proportional to temperature.

3. The dimensionless parameter g linearly increases with temperature,

g=s0taT, (4.16)

where gp and g; are constants.

The set of governing equations for an arbitrary non-isothermal deformation of a
polymer melt involves 8 material constants a, E,, 0, §1, Y0, Ho, 11,0

The stress—strain relations (4.7) and (4.10)-(4.14) belong to a class of multi-mode
Leonov models. The following issues distinguish these equations from the Leonov
model [1] and its previous modifications:

1. Within conventional multi-mode models, the relaxation spectrum of a melt is
described by means of a set of characteristic relaxation times and appropriate elastic
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moduli. A shortcoming of that approach is that it (i) requires a large number of ad-
justable parameters to be determined simultaneously by fitting observations in small-
amplitude oscillatory tests, and (ii) leads to unphysical oscillations when the steady
extensional viscosity is calculated as a function of elongation rate [48]. In the present
model, the relaxation spectrum is determined by two adjustable parameters, 7 and o,
which ensures that these quantities are found with a high level of accuracy by match-
ing observations.

2. The constitutive equations do not presume separation of the effects of tempera-
ture and material nonlinearity of the mechanical response, since Egs. (4.10), (4.12) and
(4.16) account for an increase in parameter ¢ with temperature. The latter means that
the influence of nonlinearity on the time-dependent behavior of TPE melt becomes
more pronounced with growth of temperature.

3. In contradiction with traditional models, Eq. (4.14) implies that the rate of slid-
ing of junctions decreases with elastic strains. This hypothesis is confirmed in Sec-
tion 6 by comparison of results of numerical simulation with experimental data. This
“anomalous” behavior of ethylene-octene copolymer melt (slowing down of the vis-
coplastic flow of junctions with deformation) may be attributed to interaction between
long branched chains and formation of temporary physical cross-links with relatively
short life-times.

5 Simple shear

Macro-deformation at simple shear of an incompressible medium is described by the
equations
x1 = X1 + k() Xy, x2 = Xo, x3 = X3, (5.1)

where {X;} and {x;} are Cartesian coordinates in the initial and actual states, respec-
tively, and k(t) stands for shear. Egs. (5.1) imply that

F(t) = eje; + ezes + eze; + k(t)ejey,

where e, (m = 1,2, 3) are basic vectors of the coordinate frame {X,, }. Insertion of this
expression into Eq. (3.10) yields

L(t) = k(t)ees, (5.2)

where k = dk/dt.
We search the deformation gradient Fe (¢, 1) in the form

Fe = p1eje; + prese; + paezes + gejey, (5.3)

where ¢(t,u) and p,,(t,u) (m = 1,2,3) are scalar functions to be found. These func-
tions obey the incompressibility condition

pip2p3 = 1. (5.4)
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Eq. (5.3) means that elastic deformation of a melt is treated as superposition of shear
and three-dimensional extension. Combination of Egs. (3.16) and (5.3) results in

Be = (p? + ¢?)erer + pieser + pieses + pad(erer + ezey). (5.5)
Egs. (5.4) and (5.5) imply that
1 1 1 ’

Jao=pri+p5+p5+9° ]e2=?+7+7+p3¢2. (5.6)
1 2 3

Insertion of Egs. (5.2), (5.5), and (5.6) into Eq. (4.10) yields

0 ; 1
o (11 +9%) = 2kpag — 2 | 3(p} +97) (29} — P2 — PR+ 207) + p39?|,  (57a)

d ; 2
=7 (P29) = kv — STpag(2p1 +2p3 — p3 +20%), (5.7b)
d 2
57 (P3) = =3TPa(=pi +2p3 — 3+ 20%), (5.7¢)
0 2
o (P3) = =3Tp3(=pi — p3 + 205 = ¢°). (5.7d)
The last two equations in Egs. (5.7) read
d 1
SL = —oIma(—ph + 203 - 3 +297), (5.8)
d 1
I = —Ins(—p -+ 28— 97, (59)
It follows from the second equation in Egs. (5.7) and (5.8)-(5.9) that
d ; 1
a*(f = kp2 = 3To(5p1 +2p3 — p3 +2¢0%). (5.10)
Rearrangement of the first equation in Egs. (5.7) with the help of Eq. (5.10) yields
0 1
= —In - - - 9. (5.11)
Egs. (6.9)-(5.11) with the initial conditions
¢(0,u) =0, pm(0,u) =1, (m=1,2,3), (5.12)

determine evolution of the functions p;;, and ¢ with time. In accord with Egs. (3.2),
(4.12), (4.14), and (5.6), the coefficient I' reads

I'=9ypexp(—u), (5.13a)
p=1-a|l—exp(—g(pr2+py”+pi7 + 139" —3)) . (5.13b)

Insertion of Eq. (5.5) into Eq. (4.7) results in the formula for shear stress
(t) = p /O pa(t, w)p(t, u) f (u)dlu. (5.14)

Egs. (3.5) and (5.9)—(5.14) describe simple shear of a melt for an arbitrary deformation
program k(t).
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5.1 Shear oscillations with a small amplitude

To examine the linear viscoelastic response of TPE melt, we suppose that |k| < 1 and
present the functions ¢ and p,, in the form

o(t,u) = Ap(t,u), pm(t,u) =14+ Apy(t,u), (m=1,23), (5.15)

where |A¢| < 1 and |Apy,| < 1. Inserting expressions (5.15) into Egs. (5.9)—(5.11) and
(5.13a) and disregarding terms beyond the first order of smallness, we obtain

agfl - _éie’(p(_”xmf’l — Ap2 — Aps), (5.16)
agfz - _é%xf’(_”)(—APl +2Ap; — Aps), (5.17)
agfg = _276"?(_”)(—@1 — Apa+2Aps3), (5.18)
aaAt(P =k —2yexp(-u)A¢, (5.19)

With the required level of accuracy, initial conditions (5.12) read
Apn(0,u) =0, A¢p(0,u) = 0. (5.20)

Solutions of linear homogeneous differential equations (5.18) with initial conditions
(5.20) are given by
Apu(t,u) =0 (m=1,2,3).

Substituting Eq. (5.15) into Eq. (5.14) and neglecting terms beyond the first order of
smallness, we find that

£(t) = y/om AG(E 1) f(u)du. (5.21)

Egs. (5.19) and (5.21) describe the shear stress X as a function of time t in a shear test
with small strains.

To derive explicit expressions for the storage and loss moduli of a polymer melt
measured in an oscillatory test with small amplitude, we consider the deformation
program

k(t) = koexp(iwt), (5.22)

where 1 = \/—1, ko stands for amplitude, and w denotes angular frequency. A steady-
state solution of Eq. (5.19) is searched in the form

A(t,v) = Apoexp(1wt), (5.23)

where A¢y is an unknown coefficient. Insertion of Egs. (5.22) and (5.23) into Eq. (5.19)

results in
koiw

T 25 exp(—u) +1w’

Ao (5.24)
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Substitution of Egs. (5.22)—(5.24) into Eq. (5.21) implies that

e w
2(t) = . .
()= 1k(1) | ey () (525
Introducing the notation
% — C'(w) +1G" (),

where G' and G” stand for storage and loss moduli, we find from Eq. (5.25) that

w2

, B o
G'(w) = y/o I exp(—20) +w2f(u)du, (5.26)
©  2qwexp(—u)
0o 45%exp(—2u)+

G (w)=u wzf(”)d“' (5.27)
Egs. (5.26) and (5.27) describe the storage, G', and loss, G”, moduli as functions of
frequency of oscillations w.

5.2 Steady shear flow with a constant strain rate

We proceed with the study of simple shear with a constant strain rate and determine
the steady shear viscosity 77 as a function of shear rate k. Assuming the functions p,, ()
(m = 1,2,3), ¢(t) and 9(t) to approach their limiting values p,,0, ¢o and ¢y as time
tends to infinity, we find from Egs. (5.9)-(5.11) and (5.13a) that the quantities p;.0, ¢o
and 1y obey the nonlinear equations

2pt0 — Pho — Pro— $5 = O, (5.284)

—pio +2p5 — P + 295 =0, (5.28b)

—PRo— Pho +2p% — 95 =0, (5.280)
3k

(5p%0 +2P30 — P30 + 295) o = Fug P20 exp(u), (5.28d)

Yo =1—a[1—exp(—g(pid + pat + Pt + Pt —3)) |. (5.28¢)

Subtracting the third equality in Eq. (5.28) from the first, we obtain

P30 = Plo- (5.29)

Substitution of Eq. (5.29) into the second equality in Eq. (5.28) results in

Plo = P30 + 90- (5.30)
Combination of Egs. (5.4), (5.29), and (5.30) yields

1
Pho+ 5 = —. (5.31)
P20
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It follows from Egs. (5.29)—(5.31) that

111, 2
P%o P%o Pgo P%o

Substituting Eq. (5.32) into the last equality in Eq. (5.28), we find that

Yo(pa) = 1 —a+aexp[—g(pzo +2p52 —3)] (5.33)

Combination of Egs. (5.29)—(5.31) with the fourth equation in Eq. (5.28) implies that

pZ
¢o = K2, (5.34)
Po
where ,
_ kexp(u)
K = % . (5.35)

Insertion of Eq. (5.34) into Eq. (5.31) results in the nonlinear algebraic equation for pyo,
K2
Pao+ 2P —1=0. (5.36)
0
It follows from Egs. (5.14) and (5.34) that the steady shear stress X reads
po (1)
s / w)du. 5.37
0= H 1/JO P20 Ll) ) f ( ) ( )
The steady shear viscosity is defined as

_ X0
-2,

Substituting Eq. (5.37) into this equation and using Eq. (5.35), we arrive at

on u)
27/ Fo(pao(u)) SRS () (5.38)

Egs. (6.33), (5:35), (5.36) and (5.38) determine the steady shear viscosity # as a function
of shear rate k.

6 Fitting of observations

Adjustable parameters in the constitutive equations are found by fitting the experi-
mental data reported in Section 2 with the help of the following algorithm.
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6.1 Small-amplitude shear oscillatory tests

Each set of data depicted in Figs. 1 and 2 (for the shear modulus G'(w) and the loss
modulus G”(w) at a given temperature T) is matched separately.

To determine the best-fit parameters y, ¥ and o, we begin with approximation of
the experimental data at the temperature T=130 °C. We fix some intervals [0, Ymax]
and [0, 0max|, where the quantities ¥ and ¢ are assumed to be located, and divide
these intervals into J=10 subintervals by the points 7()=iAy and c)=jAc (i,j =
1,...,] — 1) with Ay=vmax/] and Ac=0max/ ]. For each pair {'y(i), o) }, the integrals
in Eq. (5.27) are evaluated numerically by the Simpson method with N=400 points
and the step Av=3.5-10"2. The modulus y is found by the least-squares technique
from the condition of minimum of the function

H = Y [10g Glup(n) — 108 Ghum(wn) |+ [108 Gl (wn) ~ 108 Glm(win)]
m

where the sum is calculated over all frequencies w,, at which the experimental data

are reported, Gy, and Gg,, are the dynamic moduli measured in a test, and Gy,

and G/, are given by Eq. (5.27). After finding the best-fit values 4} and /), this
procedure is repeated twice for the new intervals [y, 4] and [¢U~1,c(i+1)], to
ensure an acceptable accuracy of fitting.

When the best-fit value of ¢ is found (it is reported in Table 1), we fix this parameter
and approximate observations at other temperatures by means of the above algorithm
with two adjustable constants, y and 4, only. Figs. 1 and 2 demonstrate excellent
agreement between the experimental data and the results of numerical simulation.

After determination of modulus y at each temperature T separately, the depen-
dence y(T) is plotted in Fig. 9. The experimental data are matched by Eq. (4.15),
where the coefficients pp and y; are found by the least-squares technique (these pa-
rameters are collected in Table 1). Fig. 9 shows that Eq. (4.15) correctly approximates

6.0 6.0
oT =120
L eT=130
# T =150
* T =170
logG'F 7 = 100 { log G =
Pa b T =210 Fa

o T =120

o T =130

r + T =150

« T'=170

L aT =190

=T =210

—1.0 —1.0 1 1 1 1 1
1.0 logw radfs 2.0 1.0 logw rad/s 2.0

Figure 1: Storage modulus G’ versus frequency w. Figure 2. Loss modulus G versus frequency w.
Symbols: experimental data on TPE melt at vari- Symbols: experimental data on TPE melt at vari-
ous temperatures T °C. Solid lines: results of nu- ous temperatures T °C. Solid lines: results of nu-

merical simulation. merical simulation.
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Table 1: Adjustable parameters for thermoplastic elastomer.

Parameter Unit Value
Ho kPa | 261 1071
1 kPa/K | 1.08-1073
Ea KJ/mol | 43.02
Yo s 1 9.61-108
o 2.10
a 091
0 —6.99-101
g1 6.30-1073

the observations. The modulus y linearly increases with temperature, and its values
belong to the interval between 0.4 and 0.5 MPa at all temperatures under considera-
tion. This interval is close to the interval between 0.42 and 0.72 MPa which was calcu-
lated for the ultimate elastic modulus of an ethylene-octene copolymer with a similar
molecular weight (at T = 190 °C) based on various approaches to the assessment of
elastic moduli [16].

The dependence of 4 on temperature T is depicted in Fig. 10. The data are fitted
by Eq. (4.13), which is presented in the form

Iny =co— (6.1)

a

RT’
with

Ea.

co=Invyy, and ¢ = "

The coefficients ¢y and c; in Eq. (6.1) are calculated by the least-squares method. Fig.
10 reveals good agreement between the experimental data and their description by
Eq. (6.1) with the parameters E, and < listed in Table 1. The apparent activation
energy E;=43 kJ/mol is in accord with the observations reported by other researchers
(29-39 [18], 35-36 [11], 37 [15], 39 [19], 4445 [10] k] /mol).

6.2 Start-up shear tests with large strains

We now fit observations in start-up shear tests with various strain rates k reported
in Figs. 3-8. First, we match the experimental data in shear test with the maximum
strain rate k=10 s~! at T=130 °C by using the parameters y, 4 and ¢ found in the
approximation of observations in small-amplitude oscillatory tests. To determine a
and g, we fix some intervals [0, dmax| and [0, gmax], Where these quantities are assumed
to be located, and divide these intervals into /=10 subintervals by the points

a(i) — iAa, and g(]) — ]Ag, (1,] = 1,.. .,] - 1)/

with Aa=amax/J, and Ag=gmax/]. For each pair {a(i),g(j)}, Egs. (5.9)-(5.11) with
initial conditions (5.12) are integrated by the Runge-Kutta method with the step



Drozdov, Jensen, Christiansen / Adv. Appl. Math. Mech., 1 (2010), pp. 1-31 17

18.0
[ Q00 o
b
kPa I
FT- “
0.0 1 1 1 1 1 1 I
0.0 k 10.0

Figure 3: Shear stress ¥ versus shear k in start-
up tests with various strain rates k s~1. Symbols:
experimental data on TPE melt at the temperature
T = 120 °C (unfilled circles: k = 10.0, filled circles:

k = 5.0, asterisks: k = 2.0, stars: k = 1.0). Solid
lines: results of numerical simulation.

A
i

1

0.0

0.0 k 10.0
Figure 5: Shear stress ¥ versus shear k in start-

up tests with various strain rates k s~1. Symbols:
experimental data on TPE melt at the temperature

T = 150 °C (unfilled circles: k = 10.0, filled circles:
k= 5.0, asterisks: k= 2.0, stars: k= 1.0). Solid
lines: results of numerical simulation.

At=1.0-107° s~ ! for any u=nAu with

Au=35-1072,

12.0

[Nl

kPa

0.0 1 I 1 I
0.0 k 10.0

Figure 4: Shear stress ¥ versus shear k in start-

up tests with various strain rates k s~1. Symbols:
experimental data on TPE melt at the temperature

T = 130 °C (unfilled circles: k = 10.0, filled circles:
k = 5.0, asterisks: k = 2.0, stars: k = 1.0). Solid
lines: results of numerical simulation.

6.0

1

kPa

0.0 L 1 1 1 I
0.0 k 10.0

Figure 6: Shear stress ¥ versus shear k in start-

up tests with various strain rates k s~1. Symbols:
experimental data on TPE melt at the temperature

T = 170 °C (unfilled circles: k = 10.0, filled circles:
k= 5.0, asterisks: k= 2.0, stars: k= 1.0). Solid
lines: results of numerical simulation.

n=01,...,N—-1,

and N=400. The integral in Eq. (5.14) is evaluated numerically by the Simpson
method. The best-fit values a() and g\ are determined from the condition of min-

imum of the function

2
H = ¥ [op(tn) ~ Znum(tn)]



18 Drozdov, Jensen, Christiansen / Adv. Appl. Math. Mech., 1 (2010), pp. 1-31
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k fs
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0.0 k 10.0
Figure 7: Shear stress X versus shear k in start-

up tests with various strain rates k s~1. Symbols:
experimental data on TPE melt at the temperature

T=190°C (unfiIIed circles: k = 10.0, filled circles:
k = 5.0, asterisks: k = 2.0, stars: k = 1.0). Solid
lines: results of numerical simulation.

3.0

= g=isle o)
kPa fﬁ
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0.0 | 1 | 1 !
0.0 k 10.0
Figure 8: Shear stress X versus shear k in start-

up tests with various strain rates k s~1. Symbols:
experimental data on TPE melt at the temperature

T = 210 °C (unfilled circles: k= 10.0, filled circles:
k = 5.0, asterisks: k = 2.0, stars: k = 1.0). Solid
lines: results of numerical simulation.

where the sum is calculated over all instants t,, at which the experimental data are
reported, Zexp is the shear stress measured in a test, and Znum is given by Eq. (5.14).
After finding the best-fit values al) and g(/), this procedure is repeated twice for the
new intervals [a~1),a(*1] and [gU~"), ¢U*1)], to ensure an acceptable accuracy of
fitting.

Afterwards, we fix the best-fit value of a (it is given in Table 1) and repeat the above
procedure of matching observations (in transient shear tests with the strain rate k=10
s~1) at other temperatures with the only adjustable parameter g.

The dependence of ¢ on temperature T is depicted in Fig. 9. The experimental
data are approximated by Eq. (4.16), where the coefficients gy and g are found by the
least-squares technique (these parameters are collected in Table 1). Fig. 9 shows that
phenomenological Eq. (4.16) correctly describes the observations.

When all material parameters are found, numerical simulation of Egs. (5.9)—(5.11)
and (5.14) is performed for all temperatures T and strain rates k under consideration.
The results of numerical analysis are depicted in Figs. 3-8, which reveal good agree-
ment between the experimental data and predictions of the model.

7 Validation of the model

To validate the constitutive equations, we examine their ability (i) to predict the me-
chanical response in start-up shear tests with relatively high strain rates k, and (ii) to
describe the steady shear viscosity 7 as a function of strain rate k. In the latter case, re-
sults of numerical simulation are compared with predictions based on the Cox-Merz
rule [49].
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Figure 9: Modulus p and dimensionless parameter
g versus temperature T. Symbols: treatment of

observations on TPE melt. Solid lines: results of
numerical simulation.

7.1 Start-up shear tests

11.0

log o

6.0 | I
2.0 1000/T K 2.6

Figure 10: Rate 7 versus temperature T. Circles:

treatment of observatijons on TPE melt. Solid line:
results of numerical simulation.

To check accuracy of predictions of the shear stress X in transient tests with large shear
rates k based on constitutive equations (3.5) and (5.9)—(5.14), two additional series of
experiments were conducted. The first series involved three start-up shear tests with
the strain rates k=40, 50 and 60 s~! at the temperature T=150 °C. The other series
consisted of four shear tests with the strain rate k=50 s~! at the temperatures T=150,
170, 190, and 210 °C. The experimental dependencies of the shear stress X on shear k
are plotted in Figs. 11 and 12. It is worth noting that the interval of shear k in these
figures substantially exceeds that in Figs. 3-8.

Afterwards, numerical simulation is performed of Egs. (3.5) and (5.9)—(5.14) with

36.0

1

kPa

36.0

]

kPa

o k=400
i o k=500
# k=600
0.0 1 I
0.0 k 30.0

o T =150 T =170

* T'=190 * T =210

0.0 L I I 1
0.0 k 30.0

Figure 11: Shear stress X versus shear k in start-
up tests with various strain rates k s~1. Symbols:
experimental data at the temperature T = 150 °C.
Solid lines: results of numerical simulation.

Figure 12: Shear stress X versus shear k in start-
up tests with the strain rate k = 50 s~1. Symbols:
experimental data at various temperatures T °C.
Solid lines: results of numerical simulation.
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Figure 13: Shear viscosity 7 versus shear rate k and Figure 14: Velocity gradient V versus dimension-
complex viscosity #* versus angular frequency w. less coordinate xp,. Solid lines: results of numeri-
Symbols: observations in small-amplitude oscilla- cal simulation for steady Poiseuille flow at T = 150
tory tests on TPE melt at various temperatures T °C with AP, = 20, 40, 80, and 120 kPa, from bot-
°C. Solid lines: results of numerical simulation. tom to top, respectively.

the experimental constants listed in Table 1. The results of numerical analysis are also
depicted in Figs. 11 and 12. These figures demonstrate good agreement between the
observations and the results of simulation, which confirms that the constitutive model
adequately predicts the mechanical response of TPE melt.

7.2 The Cox—Merz rule

The Cox-Merz rule states that the dependence of the complex viscosity

=\ (626, 7.)
on frequency w in oscillatory shear tests with small amplitudes practically coincides
with the dependence of the steady shear viscosity 77 on shear rate k in shear tests with
large strains, when w and k are measured in rad/s and s~!, respectively. Although
this assertion has no rigorous proof, it is fulfilled for a number of polymer melts with
a high level of accuracy.

To evaluate applicability of the Cox-Merz rule to TPE melt, we calculate the depen-
dence 17*(w) by means of Eq. (7.1) and the experimental data for G’ and G” depicted in
Figs. 1 and 2. Observations at the temperatures T=120, 150 and 190 °C are presented
in Fig. 13.

Afterwards, the dependence of steady shear viscosity 7 on shear rate k is deter-
mined numerically with the help of Egs. (5.33), (5.35), (5.36) and (5.38). Calculations
are performed with the material parameters listed in Table 1. The integral in Eq. (5.38)
is evaluated by the Simpson method with N=400 points and the step Au=3.5-10"2.
For each u, the quantity pyo(u) is found from Eq. (5.36), which is solved by the
Newton-Raphson iterative method with the minimum accuracy of 1.0 - 10~!!. The
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results of numerical simulation are depicted in Fig. 13 which reveals that for all tem-
peratures and frequencies (shear rates) under consideration, the response of TPE melt
follows the Cox-Merz rule. At T=150 and 190 °C, the steady shear viscosity # prac-
tically coincides with the dynamic viscosity ¥, whereas at the lowest temperature
T=120 °C, rather small deviations are observed between them.

8 Poiseuille flow in a channel

The constitutive model is now applied to investigate the Poiseuille flow of TPE melt
in a channel with rectangular cross-section under a pressure gradient AP depending
on time f only. We concentrate on the classical statement of the problem and disregard
wall slip and flow instabilities.

The choice of the Poiseuille flow for the analysis is explained by two reasons: (i)
this is the only spatially inhomogeneous motion, for which exact solutions of non-
linear constitutive equations may be developed and examined by comparison with
observations of extensional viscosity [49], and (ii) explicit solutions for the Poiseuille
flow of viscoelastic and viscoplastic fluids are widely used in biomedical engineering
(arterial blood flow [50]) and microfluidics [51].

In a conventional microfluidic devise, when a polymer liquid moves through a
micro- or nano-sized channel with rough walls (surface roughness is comparable with
a characteristic width of the channel) under the action of a relatively high pressure
gradient, slippage occurs at the walls that results in friction-driven dissipation of en-
ergy, part of which causes a noticeable growth of temperature [52,53]. The increase
in temperature of the liquid affects its mechanical behavior, in particular, the veloc-
ity profile, and, as a consequence, leads to changes in appropriate boundary condi-
tions [54]. In general, a coupled thermo-mechanical problem of viscoelastic flow in
a channel with nonlinear stick-slip conditions at the walls [55, 56] should be consid-
ered, which is overly complicated to expect an analytical solution to be developed.
Results of numerical simulation of this problem [57,58] are, however, rather limited
because the number of material parameters is too large in order to assess the influence
of various factors, on the one hand, and the physics of surface interactions is not fully
understood, on the other [59]. It seems natural, as a first approximation, to decouple
the entire problem and to study slippage-induced heating of a polymer fluid (with
simplified motion equations) and Poiseuille flow of a viscoelastic fluid at various tem-
peratures (with simplified boundary conditions at the walls) separately. Heat transfer
in a flow of viscous fluid in a channel with rough walls has recently been investigated
in [58]. Our aim is to evaluate the effects of temperature and material nonlinearities
on the velocity profile for the Poiseuille flow of a TPE melt when slippage along the
walls is disregarded. To the best of our knowledge, the influence of these factors on
flow of polymer melts has not yet been analyzed.

The channel occupies the infinite domain

{—o<x1 <00, 0<x<2L, —o00< x3<o00},
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where x,,, (im = 1,2,3) are Cartesian coordinates with basic vectors e,,, and 2L stands
for width of the channel. Flow of the melt occurs in the x; direction, and the velocity
vector v reads

v =10(t,x3)ey, (8.1)

where v(t,x,) is a function to be found. This function obeys the no-slip boundary
conditions at the walls x, = 0 and x, = 2L,

o(t,0)=0, o(t2L) =0, (8.2)

For a discussion of more realistic boundary conditions induced by wall slip, see [55,
56,59-61]. Assuming the flow to be symmetric with respect to the plane x, = L, we
replace Eq. (8.2) with

v(t,0) =0, V(t,L) =0, (8.3)
where P
v
V= E (8.4)

8.1 Constitutive equations

As flow of TPE melt is studied in the reference coordinate frame, some modifications
of the stress—strain relations are to be performed. First, we re-write Eq. (4.7) in the
form

L=—-pl+T, (8.5)

where p denotes pressure, and

T = [ (Be— glal) flu)du (8.6)

stands for the traceless extra-stress tensor. Secondly, we replace the partial derivative
with respect to time in Eq. (4.10) with the substantial derivative

D o0

= = _ .V, 8.7

STARETRAA ®.7)
which results in the kinetic equation for the left Cauchy—Green tensor for elastic de-

formation
DB.

Dt

The Cauchy-Green tensor B, is presumed to depend on time, dimensionless energy
u, and coordinate x; only,

1
=L-Be+B.-L" —2I(B2 - §]e1Be). (8.8)

Be = Be(t, x2,u). (8.9)
Under conditions (8.1) and (8.9), we have
0B
v-VB. =ve; -ep— =0,

BXQ
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which implies that for this type of flow, substantial derivative (8.7) of the tensor B,
coincides with its partial derivative with respect to time,

DB. 9B,
Dt ot

(8.10)

The velocity gradient for macro-deformation reads
=(vv)".
Insertion of Eq. (8.1) into this relation implies that
L ="Veje,. (8.11)

We search the tensor Be in the form (5.5), where p,, (t, x2, 1) (m = 1,2,3) and ¢(t, x2, 1)
are functions to be found. Substitution of Egs. (5.5), (8.10), and (8.11) into Eq. (8.8)
results in the differential equations

% = —%Fm (2pt — 5 —P3—¢°), (8.122)
% = %sz(*;ﬂ% +2p3 — p3+297), (8.12b)
aa% = *%Fr’fs(*lﬂz —p3+2p3 - ¢), (8.12¢)
%f Vpz — 7F¢(5p1 +2p3 — p3 +2¢°). (8.12d)

Egs. (8.12) coincide with Egs. (5.9)=(5.11), where the shear rate kis replaced with V.
It follows from Egs. (8.6) and (8.9) that the extra-stress tensor T depends on time
and coordinate x> only,

T= T(t,XQ). (813)

Insertion of Egs. (5.5) and (5.6) into Eq. (8.6) yields

T = Ti1ere; + Tapere; + Tizezes + T(ejer + ezeq), (8.14)
where
T =& / (293 — P — 13 +297) f(w)dln, (8.150)
Ty = % — P2 +2p3 — 2 — ¢?) f(u)du, (8.15b)
Ty = & / P3 293 — ¢7)f(u)du, (8.150)

T = /O pa f (1)du. (8.15d)
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8.2 Governing equations

We treat pressure p as a function of time and Cartesian coordinates, p = p (t,x1,x2,x3).
This function is connected with the pressure gradient AP by the formula

dp _
e AP. (8.16)

The momentum equation for a polymer melt reads

pﬁ: — —Vp+V-T, (8.17)

where p stands for a constant mass density. Bearing in mind that

aV_aZ) - - oT aTzz
g_gell V‘VV—O, VT— el+ 2e2/

and using Eq. (8.7), we present Eq. (8.17) in the form
d d oT d aT:
v___J9p 0— oap 492

__9p
Por = S 9x; | 9xy) T 9 ox 0= COxs (8.18)

Insertion of Egs. (8.15) and (8.16) into the first equality in Eq. (8.18) results in

v J [
pap = AP + ya—xz/o p2¢ f (u)du. (8.19)

Formulas (8.4), (8.12) and (8.19) provide a set of integro-differential equations for the
unknown velocity v.

8.3 Steady-state flow of a melt

We focus on a steady-state solution of the governing equations with a constant pres-
sure gradient AP, when the dependence of unknown functions on time is disregarded.
It follows from Eq. (8.19) that

d o0 AP
—/0 p2of(u)du = ——, (8.20)

dx> u
where the same notation is preserved for the steady-state values of unknown func-
tions. The steady-state solution of Eq. (8.12) satisfies nonlinear algebraic equations
(5.28), where k is replaced with V. By analogy with Egs. (5.33)-(5.36), we infer that the
function p; obeys the equation

3 KZ 5
P2t b2 - 1=0, (8.21)
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and the function ¢ is given by

P2
=K , (8.22
T )
where
~ Vexp(u) L B o

K= T2y P(p2) =1—a+ aexp[ g(pz +2p, 3)} (8.23)

Egs. (8.21) and (8.22) imply that
pz‘v:oz 1, ¢|V:0: 0. (8.24)

Integration of Eq. (8.20) from x; to L results in

/ szPf(M)du‘ —/ pa¢pf(u)du|  =——(L—x)
0 xp=L 0 Xp=X7 ,‘M
Keeping in mind the last boundary condition (8.3) and Egs. (8.23) and (8.24), we obtain
3
® P2 AP
K u)du = — (L — x2). (8.25)
o Koy =Sk =

Egs. (8.21)-(8.23) and (8.25) provide a set of nonlinear equations for the function
V(x2). When this function is found, the steady-state velocity v(x2) is determined by
integration of Eq. (8.4) with the first boundary condition (8.3).

To reduce the number of parameters that describe the Poiseuille flow, on the one
hand, and to preserve the structure of governing equations, on the other, we introduce
the variables

X2 v
* = =T £ == AP, = LAP.
=T T
In the new notation, Egs. (8.21)—(8.23) remain unchanged, whereas Eq. (8.25) reads
00 p%
K u)du = AP (1 — x74). (8.26)
b S

The steady-state velocity v, is given by
X2x
Vi (X24) = / V(z)dz. (8.27)
0

8.4 Numerical simulation

To evaluate the effect of temperature T on velocity v, numerical simulation is per-
formed of Eqgs. (8.21)-(8.23), (8.26), and (8.27) with the material parameters listed
in Table 1. Given temperature T and pressure gradient AP,, we fix some value V,
and find a solution p, of Eqs. (8.21)—(8.23). For any u=nAu with Au=3.5-1072,
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n=20,1,...,N —1, and N=400, this solution is determined by the Newton—-Raphson
iterative algorithm with the accuracy of 1.0 - 107!, When the dependence p»(u) is
found for a given V, the integral in Eq. (8.26) is evaluated by the Simpson method,
and the dimensionless coordinate x, is calculated. Inverting the dependence x2.(V),
the velocity gradient V is found as a function of x;,. In accord with Eq. (8.27), upon
integration of this function, v.(x».) is determined. Calculations are carried out for
V=iAV with the step AV=0.03,i =1,2,...,1,and 1=10°.

The dependencies V (x2,) and v (x.) are presented in Figs. 14 and 15 (for T=150
°C) and 16 and 17 (for T=210 °C). Results of numerical analysis are reported for vari-
ous values of AP, ranging from 20 to 120 kPa (which roughly correspond to the dimen-
sionless ratios AP,/ in the interval between 0.05 and 0.3). Figs. 14 and 16 demon-

300.0 2000.0

0.0
0.0 To. 1.0 0.0 Ta, 1.0

0.0

Figure 15: Velocity v, versus dimensionless coor-
dinate x5.. Solid lines: results of numerical sim-
ulation for steady Poiseuille flow at T = 150 °C
with AP, = 20, 40, 80, and 120 kPa, from bottom
to top, respectively.

700.0

0.0

0.0 To, 1.0
Figure 17: Velocity v, versus dimensionless coor-
dinate x5.. Solid lines: results of numerical sim-
ulation for steady Poiseuille flow at T = 210 °C
with AP, = 20, 40, 80, and 120 kPa, from bottom
to top, respectively.

Figure 16: Velocity gradient V versus dimension-
less coordinate x5,. Solid lines: results of numeri-
cal simulation for steady Poiseuille flow at T = 210
°C with AP, = 20, 40, 80, and 120 kPa, from bot-
tom to top, respectively.

500.0

0.0

0.0 T, 1.0

Figure 18: Velocity vy versus dimensionless coor-
dinate x5.. Solid lines: results of numerical sim-
ulation for steady Poiseuille flow with AP, = 100
kPa at the temperatures T = 120, 130, 150, 170,
190, and 210 °C, from bottom to top, respectively.
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strate that the dependencies V(x;,) are close to linear (the latter correspond to the
classical solution) at AP,=20 kPa, and they become substantially nonlinear with an
increase in AP,. The velocity gradient V strongly grows with AP,, in particular, at
relatively small values of x»,, that is near the wall x,=0.

According to Figs. 15 and 17, shape of the curves v, (x2,) is parabolic at the smallest
value of AP,. When AP, increases, the curves v, (x2,) deviate from this pattern, and
a pronounced growth of the maximum velocity is observed. This growth is in accord
with the results of molecular-dynamics simulations reported in [62]. Comparison of
Figs. 15 and 17 shows a strong increase of the steady velocity with temperature.

To evaluate this growth, numerical simulation is performed of Egs. (8.21)—(8.23),
(8.26), and (8.27) for AP,=100 kPa at all temperatures T under consideration. The
results are presented in Fig. 18, where the steady velocity v, is plotted versus dimen-
sionless coordinate x;,. This figure shows that the maximum velocity increases by a
factor of 8, when temperature T grows from 120 to 210 °C.

9 Concluding remarks

Two series of rheological tests (small-amplitude oscillatory tests in the frequency-
sweep mode and start-up shear tests with various strain rates) have been performed
on a thermoplastic-elastomer melt at various temperatures T ranging from 120 °C to
210 °C.

Constitutive equations are developed for the mechanical response of a melt at arbi-
trary three-dimensional deformations with finite strains. The melt is treated as an in-
compressible, inhomogeneous, non-affine network of chains, where junctions between
chains (physical cross-links and entanglements) slide with respect to their reference
positions. The stress—strain relations are derived by using the laws of thermodynam-
ics. For an isothermal deformation, these equations involve 5 adjustable parameters.
The number of material constants increases up to 8 for non-isothermal deformation
programs.

Material constants are found by fitting the experimental data. It is demonstrated
that the constitutive equations adequately describe the observations, and the ad-
justable parameters change consistently with temperature. To validate the model, two
additional series of rheological tests have been performed. An acceptable agreement
is revealed between experimental data in these tests and predictions of the model. It is
shown that the results of numerical analysis obey the Cox-Merz rule with a high level
of accuracy.

As an application, Poiseuille flow of TPE melt in a channel is analyzed. A set
of nonlinear differential-algebraic equations is developed for the steady flow velocity.
These equations are solved numerically with the material parameters found by match-
ing the observations. It is demonstrated that the steady velocity is strongly affected by
temperature and pressure gradient. The velocity profile is parabolic at small pressure
gradients (which is typical of the classical solution), and it strongly deviates from the
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parabolic law with growth of pressure gradient. An increase in temperature (in the
range of temperatures under consideration) leads to the growth of maximum velocity
by several times.
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