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Dynamics of viscoelastic filaments based on Onsager principle
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When a polymer solution is uniaxially stretched and held fixed at both ends, the
solution quickly separates into droplets connected by strings and takes the beads-on-string
structure. The string then becomes thinner by capillary forces. Here we develop a theoretical
framework on viscoelastic fluids based on the Onsager principle and apply it to the dynamics
of viscoelastic filaments. We show that the beads-on-string structure is a thermodynamic
quasi-equilibrium state and derive an equation for the coexistence condition in the pseudo-
equilibrium state. Using the condition, we solve the evolution equation analytically and
show that the string radius and the tensile stress vary exponentially as predicted by the
classical theory of Entov and Hinch [J. Non-Newtonian Fluid Mech. 72, 31 (1997)], but the
prefactor for the tensile stress is different from their theory and agrees with the numerical
solutions of Clasen et al. [J. Fluid Mech. 556, 283 (2006)].
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I. INTRODUCTION

Viscoelastic fluids exhibit many interesting flow phenomena which do not appear in Newtonian
fluids [1,2]. These flow properties have found many industrial applications such as fiber spinning,
film blowing, and jet printing [3]. One particular phenomenon that has been studied extensively is the
necking and breakup of viscoelastic fluids under extensional flow [4-7]. A filament of Newtonian
fluid is unstable due to Plateau-Rayleigh instability, and the fluid column rapidly separates into
droplets [8]. The situation becomes quite different when small amount of high molecular weight
polymers are added. The viscoelastic filament collapses into droplets connected by uniform strings
(the beads-on-string structure) [9—15]. The strings remain stable and continue thinning exponentially
by the surface tension [16].

Previous studies of viscoelastic fluids are mostly based on prescribed constitutive equations. In
this paper, we take a different approach based on thermodynamics [17,18] and derive evolution
equations using the Onsager principle [19]. We first show that the dynamics of viscoelastic fluids can
be cast into the general framework of the Onsager principle. We then apply the Onsager principle to
study the dynamics of viscoelastic filaments. We start from a free energy model based on the filament
geometry and microscopic chain extension. Together with a dissipation mechanism which accounts
relative motion between the polymer and the fluid, we derive evolution equations of a viscoelastic
filament. This framework interprets formation of the beads-on-string structure from the perspective
of phase separation. We further analyze the elasto-capillary thinning and derive the exponential
thinning for the Oldroyd-B model. Different from the classical work of Entov and Hinch [16], who
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made an assumption on the axial stress, our work is based on the dynamical coexistence between the
string and the bead. We will show that this gives the same results as the full numerical solutions by
Clasen et al. [14].

II. ONSAGER VARIATIONAL PRINCIPLE

A. Onsager principle

The Onsager principle is a variational principle proposed by Onsager in his celebrated paper on
the reciprocal relation [20]. He showed that because of the reciprocal relation, the evolution law in
irreversible systems can be stated in a form of a variational principle. For an isothermal system, the
variational principle has the same form as the Rayleigh’s minimum energy dissipation principle in
hydrodynamics. Let x = (x, x», ... ) be the set of variables that characterizes the nonequilibrium
state of a system. Then the time evolution of the system is determined by the condition that the
following quadratic function of x = (x, X2, ... ) be minimized with respect to x,

1 L. JdA |
X = 3 ;Cijxixj + lza—xixi, (1

where A(x) is the free energy of the system, and ¢;; is a function of x, corresponding to the friction
coefficient in hydrodynamics. The minimum condition gives

E Gijxj = _B_A. (2)
, ox;
j

If x is taken to be the time derivative of x, Eq. (2) represents the time evolution equation for x.
Equation (2) is an analog to the force balance equations in Stokesian hydrodynamics and is called
Onsager’s kinetic equation. The reciprocal relation ¢;; = ¢;; is guaranteed in this derivation.

Many equations used in soft matter systems, such as the Stokes equation, diffusion equation,
Nernst-Planck equation, Cahn-Hilliard equation, Ericksen-Leslie equation, etc., have been derived
based on the Onsager principle [19,21]. In the following, we shall show that the continuum mechanical
equation for viscoelastic fluids can also be derived from the Onsager principle. There are various
models (or constitutive equations) for viscoelastic fluids. Here we focus on the Oldroyd-B model.
Other viscoelastic models can be treated in a similar manner.

B. Constitutive equation of Oldroyd-B fluid

The Oldroyd-B model is a model describing the mechanical property of a viscoelastic fluid. It
gives a mathematical relation between the stress tensor ¢ and the velocity gradient tensor «, defined

by kop = 0v,/0rg (o, B =X, ¥, 2).
The stress tensor of the Oldroyd-B model is written as

c=G(—D+nk+«")—pl, 3)

where € is a tensor describing the molecular deformation. In the molecular theory, ¢ is related to
the average of the end-to-end vector R of the polymer chains by ¢ = 3(RR)/ (Rz)eq, but here ¢ can
be understood as a dimensionless quantity obtained as a solution of the following time evolution
equation:

i:—:c-c—c-:c’:—%(c—l). 4

In Egs. (3) and (4), G, 7, and n, are material parameters, representing the shear modulus, relaxation
time, and solvent viscosity. Equations (3) and (4) together with the incompressible condition

V.v=0 (5)

give the constitutive equation for the Oldroyd-B fluid.
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The above set of equations can be formulated in the framework of the Onsager principle. In
Appendix A, we derive the dissipation function for the Oldroyd-B model

. Gt 1 e s ;
d>p(c;c)=TTr[c (¢ —k-c—c-k')Y(c—Kk-Cc—C-K")]. (6)

The dissipation function accounts for the friction due to the relative motion between the polymer
segments and the fluid.
We also showed that the free energy for the ¢-tensor has the form

Ap(c) = %G [Tr(¢) — Indet(e)]. @)
The time derivative of the free energy is calculated as

Ape;e)=1GTi[(I—c ") él. (8)
The Rayleighian is then given by

Z,y(€;€) = ,(€;€) + A,(€; 0). ©)

It is easy to check that the relation 8.%,/3¢€ = 0 gives Eq. (4).
One can also check that the polymer contribution to the stress tensor o, = G(¢ — I) can also be
derived from the Rayleighian by

0,
8/(0,,3 ’

(0p)ap = (10)

This relation will be used in the next subsection.

C. Flow of Oldroyd-B fluid

In the previous section, we considered the behavior of an Oldroyd-B fluid for a given velocity
gradient . We now consider how the Oldroyd-B fluid flows for given boundary conditions. The
velocity field v(r) of the Oldroyd-B model can also be determined by the Onsager principle. For the
sake of simplicity, here we consider the case that the inertial term (density times acceleration) can
be ignored in the momentum balance equation.

If the inertia term is ignored, the velocity field v(r) is determined by the force balance equation

V.o —Vp=0. (11)

The constitutive equations (3), (4), and (5) and the force balance equation (11) determine the time
evolution of €(r;¢) and the velocity field v(r;¢).

One can show that these equations are derived from the Onsager principle by minimizing the
following Rayleighian:

RoilC, V] = /dr (Z,(C, k) + X (k) + pTrk]. (12)

In Eq. (12), Z; (k) stands for the solvent contribution to the Rayleighian
Ry (i) = {05 + 1) < (1 +1c"). (13)

The last term in Eq. (12) is introduced to account for the incompressible condition (5). Notice that
the minimization must be done with respect to € and v. [Here € should be understood as the material
time derivative D, €, but this does not affect the variational calculus to minimize the Rayleighian
(see Appendix B)]. The condition 0%, /d¢€ = 0 gives the constitutive equation, and the condition
0%, /0v = 0 gives the force balance equation.

To summarize, the constitutive equation and the force balance equation for the Oldroyd-B model
can be derived from the Onsager principle. They are determined by minimizing the Rayleighian (12)
with respect to € and v.
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FIG. 1. A cylindrical specimen of initial radius R;,; and length L;,; is uniformly stretched in the z direction.

III. UNIAXTALLY STRETCHED FILAMENT

A. Uniform stretching

As an example of the above approach, we consider a simple case of a uniaxially stretched filament.
We consider that a filament with initial radius R;,; and length Ly is stretched uniformly and has
radius R and length L(see Fig. 1). The elongation ratio A and the Hencky strain ¢ are defined by

LR
Sl b (14
e =1InA, (15)

2= L R? has been used.

ini

where the volume conservation condition Liy; R
The velocity-gradient tensor is given by

ke O 0 X 1 0 0
k=0 w 0f=Zem| 0 ~1 0f, (16)
0 0 «, 0 0 2

where ¢ is the Hencky strain rate (6 = A/1).
In the present problem, the €-tensor is diagonal and can be written as

Crx 0 0
c=|0 ¢, O0]. 17
0 0 ¢y

For a system with cylindrical symmetry, we have c,, = c¢,, = ¢, for the radial component, and ¢,
is the axial component.
The free energy of the filament per unit volume is then calculated as

A 1 2rRLy
7 = EG(CXX +cyy +Cp — In Cxxcyyczz) + v (18)
1
= 5Gl(Cxr + ey + e —Inceyyeze) + 4o/l (19)

where the term including the surface tension y represents the surface energy contribution. Here
a dimensionless number « (also called elasto-capillary number) appears, which is defined by
o =y /(G Rini).
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The dissipation function of the system is now given by [see Egs. (6) and (13)]

0] 2 1 (C"ﬂﬁ — 2/(,356‘5)2
— = ) —p, LR 20
v ﬁ;v : [n “p T Cpp .

where 1, is defined by n, = Gt and represents the polymer contribution to the viscosity.
The evolution equations of ¢-tensor can then be derived by 0% /9¢ = 0,

) 1
Cgp = 2K,35Cﬂ/3 - ;(Cﬂﬂ — 1) (21)

We write them in terms of the radial and axial components explicitly,
. : 1
Crr = —ECrr — _(Crr - l)v (22)
T

. ) 1
Czz = 28621 - ;(sz — 1. (23)

The stress tensor can also be derived from Rayleighian by differentiating &% with respect to the
velocity gradient tensor k,

Opp = 2nskpp — Np(Cpp — 2ippepp) = 2nskpp + Glegs — 1), (24)

where we have used the result of Eq. (21). In the radial and axial directions, the equations become
o = —nsé + Gley — 1), (25)

0z = 2156 + G(cz — ). (26)

These are the constitutive equations for the Oldroyd-B model.
The tensile force is given by T = 0% /0L = (0% /0A)/Lin = (0%£/03¢)/L,

T .
— =3nsé + G(ez: — ¢v) + Gav/i. (27)
TR
There are three contributions to the tensile force: the solvent viscosity, the polymer stretching, and
the surface tension.

B. Onsager principle as an approximation

We now consider the case that the stretching takes place nonuniformly: the overall length of the
filament is stretched by factor A, but the stretching has taken place nonuniformly; some part has
been stretched strongly, another part weakly. In this case the local strain of the filament becomes a
function of position. This situation has been studied by several groups [8,12,14,22]. Assuming that
the deformation is a uniaxial extension, they derived a set of equations which describes the time
evolution of the filament radius %(z, ¢). The same set of equations can also be derived by the Onsager
principle (see Appendix B).

An advantage of using the Onsager principle is that we can perform an approximate calculation
by utilizing the fact that the evolution equations are derived by the variational principle [23,24]. By
assuming a certain form for the nonequilibrium state of the system which involves a small set of
parameters, one can derive the time evolution of these parameters by the Onsager principle. This has
been demonstrated in various problems [25-30].

In the following we take the same strategy for the present problem. To simplify the equation, we
assume that principal value of the c-tensor is written as

) 1
Crz = )\p, Crr = )"_ (28)
P
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FIG. 2. Formation of the beads-on-string structure due to the phase separation. The enlarged part is for one
length period. Fraction x of the initial cylinder becomes the string part, while the fraction (1 — x) goes to the
beads.

The reason for this approximation is as follows. If the relaxation time 7 of the Oldroyd-B model is
infinitely large, the €-tensor deforms affinely and Eq. (28) is strictly satisfied due to the incompressible
condition. If the relaxation time is finite, Eq. (28) may not correct, but we can assume this form as a
possible nonequilibrium state of the system. For a strongly stretched filament, the radial component
¢y 1s orders of magnitude less than the axial component ¢, and therefore it plays an insignificant
role in the dynamics.

Substituting Eq. (28) into Eqgs. (19) and (20), the free energy and the dissipation function can be
reexpressed as

A 1 2

Z =G| (A2 4+ = 20/ |, 29

v =030+ )+ 2] >
L Xz+ 24 by 1Y (30)
v = 2™\x) T\ T )\, T )

. 2 1
A, A 12— 5%
L= 31)
P T )"p TP
The tensile force is given by T = (8%/8X)/Lini,
T _; c+ G A2 ! + Gav/a (32)
— = 3n,¢ - — oV AL
R P73,

IV. FORMATION OF BEADS-ON-STRING STRUCTURE

When the filament is stretched and then held fixed at both ends, the cylindrical configuration may
become unstable and the bead-on-string configuration appears. This is shown schematically in Fig. 2.

Analysis of this process is not easy because one has to solve the set of evolution equations for
the whole profile, as was done in Ref. [14]. However, since the process takes place on a timescale
much shorter than the polymer relaxation time t, we can obtain the state at the end of this process in
a simple way. We consider the limit that 7 is infinity. From Eq. (31), we see in this case the polymer
elongation is affine, i.e., A, = A. The polymer solution can then be regarded as an elastic gel, and the
problem becomes equivalent to calculate the equilibrium state of a stretched gel [31,32]. The free
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FIG. 3. (a) The tensile force as a function of A. (b) Phase diagram in the «-X coordinates.

energy (29) becomes

A 1 2
7= G[E(kz + X) + 2aﬁj|. (33)
In this quasi-equilibrium state, the tensile force is given by
0A 1 ) 1 “1
= ﬁLini =jTRiniG|:)“ — ﬁ + aA . (34)

This expression is consistent with Eq. (32) if one uses the affine condition and neglects the solvent
contribution.

Representative plots of 7 as a function of A are shown in Fig. 3(a). When « is large, in the range
of [T,1, T,,], there are three solutions for A. The local extremes are given by

1 dT 2 1
— = — —-ar | =0. 35
7R, dh [ PR ] %3)
The above equation has a solution only if
a > 4v2. (36)
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If the above condition is satisfied, the two solutions are
-2/3

~2/3
a=[geva 2] a=[ierv@m) @)

The value of A.; and A, are plotted as a function of « in Fig. 3(b).

The formation of beads-on-string structure is similar to a phase separation process (see Fig. 2).
The uniform cylindrical filament is unstable and phase-separated into two parts: Fraction x has a
large elongation A; and forms the string part; fraction (1 — x) has a small elongation A;. The small
elongation part would eventually relax and form the spherical bead. However, in the following, we
proceed the calculation assuming that the part of small elongation has a cylindrical shape. This does
not affect the final results since the elongation A, and the free energy A(X,) of this part are negligibly
small compared with those of the string part, and the final equations become independent of the
shape of this part.

To calculate A; and X,, one needs to minimize the total free energy under the constraint

xh+ (1 =x)h =2, (38)

where 2 is the fixed elongation before phase separation. This corresponds to the minimization of the
following function:

o =xA0) + (1 = x)A02) = E[xAr + (1 — )2 — Al (39)

where & is a Lagrangian multiplier to enforce the constraint (38).
Minimization of 7 with respect to A1, A, and x gives

% =0 g—fl =& =T Lin, (40)
i =0 = oA & =T Lin, (41)
oAy oA

0./

Fr 0 = A1) —AM) =80 — A2) = T Lini(A — A2). (42)

In Egs. (40) and (41), we have written the Lagrangian multiplier as T Li,; according to Eq. (34).
These two equations imply the force balance between the bead and the string. Equation (42) gives
the coexistence condition of the bead and the string.

Since the polymers are relaxed in the bead part, one can neglect the free energy contribution from
the bead part, and then Eq. (42) gives

A(ry) = TLini(A — A2) = T LiniA. (43)
From the free energy expression (33), the above equation becomes
)\,% 1/2 T
— 4+ 2ar,/" = Al 44
2 TN = RGN @

ini

where we have neglected a term 1/, which is much smaller than other terms. This coexistent
condition is consistent with the result of Ref. [14], where the condition is derived by matching the
string to an almost spherical bead.

The value of A; at coexistence can be calculated by Eqgs. (34) and (44) (again neglecting the
smallest term 1/12). The results are

a3 G\
ao=Qa)*? R = RiQa)™* =R}, (5) : (45)

One can compare the exact solution from Egs. (40)—(42) with the approximated solution of Eq. (45).
This is shown in Fig. 3(b). The approximation works very well when the elasto-capillary number
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elasto-capillary
thinning

FIG. 4. The string shrinks with time due to the elasto-capillary effect. Only one length period of the beads-
on-string structure is shown here.

is large, i.e., o > 100. In Ref. [33], the authors reported experiments using Boger fluids with
a = 30, 126, 400.

Equation (45) also gives the string size right after the bead-on-string structure forms. The scaling
(G/2y)'/3 again agrees with Ref. [14]. Similar energy argument was used to interpret the Plateau-
Rayleigh instability of an elastic cylinder [34].

V. ELASTO-CAPILLARY THINNING

A. Dynamical coexistence condition

After the beads-on-string structure forms, the string part continues thinning under surface tension
(see Fig. 4). From a phase separation point-of-view, this corresponds to the dynamical coexistence
between the bead and the string. In contrast to the equilibrium situation, where the coexistence is
obtained by minimize the total free energy (39), we shall derive the dynamical coexistent condition
by minimizing the total Rayleighian.

The free energy and the dissipation function of the whole system are given by

A = xA(D) + (1 —x)A2), (46)
Qo = x@(1) + (1 —x)P(2), (47)

where A(i) = A(A;, Ap;)and ®(i) = DA, X,,,- , Ai, Api) are given by Egs. (29) and (30), respectively.
Label 1 corresponds to the string part, and label 2 to the bead part.

In writing Eqgs. (46) and (47), we have ignored the terms associated with the transition region
between beads and string. This approximation is justified for the free energy part, but not so for the
dissipation function part. Here we shall proceed assuming Eq. (47) and come back to this problem
later.

The Rayleighian of the whole system is written as

B = o + At — E[¥(1 = A2) + xhi + (1 = 1)k — 21, (48)
where the £ term is a Lagrangian multiplier to enforce the time derivative of constraint (38).
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The evolution equations are obtained by
4 _0 = od(@{) JA®) _

ox . =TLy, 49
Y. Yo o, & ini (49)
0% dDG) DA

7y o 220 A (50)
0h Oy
0%

A =0 = A()—-AQR)=E&0 — ) =TLpi(A — A2). (51

Equation (49) is the force balance equation, where the tensile force is given by T = (9.%2/1)/ Lin.
The Lagrangian multiplier can also be written in term of the true stress tensor, £ = T Liy; = o7 V.
Equation (50) results in the evolution equation for polymer conformation A ,;, i.e., the constitutive
equations for the Oldroyd-B model.

The last equation (51) is the main result of our paper. In contrast to the previous two equations,
there is no existing equation of motion corresponding to Eq. (51). This equation is obtained by
minimizing &% with respect to x. This resembles the equality of chemical potentials for equilibrium,
which is to minimize the total free energy with respect to the fraction x. Therefore, one may view
it as a dynamical coexistence condition between the bead and the string. In a more general setting,
the dissipation function could include terms like x2, which is associated with the dissipation in
the transition region. We have neglected those contributions. Therefore, the dynamical coexistence
condition (51) takes the same form as in equilibrium (42), though the tensile force now is given by
T = (0% /d))/Liy; instead of T = (dA/1)/ Lin;.

pi7

B. Exponential thinning of the string

The polymers in the beads are relaxed so that A(1) > A(2). The string has a much larger
elongation than the bead, A; > A,. Using these relations, Eq. (51) is simplified to
A1) AOu, Ap)

TLin = 52
mi1 )\’1 )\’1 ( )
We need to consider only the string portion. The evolution equations for the string are
ad(1 dA(1 Al
1) n M _ A( ), (53)
o or A
ad(1 dA(1
ﬁ + @ =0. (54)
A p1 A p1

We shall drop the label 1 in the subscript for simplicity. The evolution equations can be obtained
by using Eqgs. (29) and (30),

Ap - & — 3ns ;& = _iw (55)

Ap A 2npxg+ﬁpx_ 4t x§,+ﬁ '
i_p_&=_i_ki_%v (56)
Ap A 2003+ g

We consider the late stage when polymers are strongly stretched A, > 1, so 1/A, terms can be
neglected. The evolution equations are simplified as

by k1 +2aV -
po A 4t Az
Ap A 1
L= (58)
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We immediately obtain the following relation between A and A ,:
32 =2avVh. (59)

Equations (57) and (58) can then be solved as
2
A = e €Xp [—(f - te)i|’ (60)
37

1
A2 =2ar}? exp [—(z — te):|. (61)
37

The above equations indicate that both A and A, increase exponentially. The quantities (., A.) are
values at the start of the exponential behavior. Equation (60) implies that the string radius decreases
exponentially with a time constant 37:

1
R(t) = R.exp [——(t — te)]. (62)
3t
The tensile force is given by Eq. (32):
T . 1 Y
— =3¢+ G2 — — )+ = 63
ar2 M <P Ap>+R (63)

There are three contributions to the tensile force: The first is from the solvent viscosity, which in
general is much smaller than the other two terms and can be neglected. The second is from the
polymer elasticity, and the last one comes from the surface tension.

Writing the last two terms in (63) explicitly (while neglecting the small term of 1/ )

G)\2 = 2Gar|? ex [i(t — )] (64)
P 1 P 37 e) |
Y - Garl? exp L(t — )], (65)
R ! 37
we obtain the tensile stress
T N 1/2 1 3]/
W = 3GO[)\.1 exXp |:§(t - te) = ? (66)

C. Comparison to previous results

‘We now compare our theory with the classical theory of Entov and Hinch [16]. They considered the
time evolution of a uniformly stretched viscoelastic string by setting up the force balance equations
in axial (z) and radial (r) direction:

T 2y
m=0zz—P+?, (67)
Y
0— rr ) 68
o =P+ 5 (63)

where p is the pressure in the solution, and o,, and o, are components of the stress tensor, which are
related to c,; and c,, by the constitutive equations. The above two equations include five unknowns:
T, p, c;;, ¢r, and R. This is supplemented by two evolution equations for c¢,, and c,.. Hence the
number of equations is four, but the number of unknowns is five. One equation is missing.
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To close the equation, Entov and Hinch assumed an extra equation o,, — p = 0 and derived the
following results:

R(t) = Re.exp [—L(I - te):|, (69)
37
r 2y

AR R 70

Since the exponential behavior of Eq. (69) was found to agree well with experiments, the theory has
been regarded as a successful classical theory for the beads-on-string phenomena.

On the other hand, their assumption o,;, — p = 0 has been questioned for its validity. Stelter
et al. [35] solved the problem using a different condition o,, — p = y/R. They obtained the same
exponential decay for R(¢) but a different numerical coefficient for the tension 7'/ R?. In fact, one
can show that any assumption of the form o, — p = x ¥ /R (x being a certain numerical constant)
gives the same exponential decay for the string radius. The polymer extension, on the other hand,
will depend on y:

1
Ap =1+ xa' 22l exp [6—0 — ze)]. (71)
T

Here we derived the missing equation using the Onsager principle. The physics behind our equation
(51) is a dynamical coexistence condition between the string and the bead. This condition is similar
to the phase coexistent condition in equilibrium. However, it must be noted that we are dealing with
nonequilibrium process, and that the proper quantity to be minimized is the total Rayleighian (48).

Clasen et al. [14] conducted a numerical analysis for the time evolution of the entire filament
including both the bead and the string. Using the numerical results, they showed that the tensile force
is given by Eq. (66), not by Eq. (70). Therefore, we believe that the coexistence condition (51) we
have used to derive Eq. (66) is the equation which should replace the controversial equation of Entov
and Hinch. The immediate consequence is that the polymer chains are more stretched in the thinning
process, as the front factor in Eq. (71) is equal to /2, instead of 1 from Entov and Hinch.

Onsagér

log,(R/R,,)

0 50 100 150 200
t De

FIG. 5. Comparison between the results from Onsager principle [Eqs. (55) and (56)] and the numerical
results of Clasen [14]. The parameters are o = 40 and 71,/n, = 3.0. In Ref. [14] the unit of the time is the
capillary time 7, = (pa®/y)'/?, while we used the polymer’s relaxation time 7. The difference in the time units
leads to the appearance of the Deborah number (De = 7/7, = 94.9) in the x axis.
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In Fig. 5 we show a comparison between our results and numerical results of Clasen et al. [14] Our
results are obtained by numerically solving the evolution equations (55) and (56). The parameters
are o« =40 and n,/n, = 3.0. Since in our framework, the initial phase separation happens over a
very short time, our results give only the evolution which starts at A(t = 0) = 4 ,(t = 0) = Q« )23,

VI. CONCLUSION

In conclusion, we have developed a framework to analyze the viscoelastic fluid based on the
Onsager principle and showed explicitly how to apply this framework to the beads-on-string structure
formation in a viscoelastic filament. Using the Oldroyd-B model for the polymer chain, we derived
evolution equations for the viscoelastic filaments. Without using any assumptions on the axial stress,
we were able to derive the exponential thinning based on the coexistence condition (51). Most of
our results agree with the classical theory of Entov and Hinch [16], but there are differences:

(i) the tensile force acting on the string [Egs. (66) and (70)]

(ii) the elongation of the polymer chains during the exponential thinning [Egs. (71)].

In these differences, our results agree with the numerical solution of Clasen et al. [14].

In Ref. [14] the derivation of the coexistence condition requires integrating the surface tension
through the transition region between the string and the bead. Here we have used the Onsager principle
to arrive at the same condition, and the derivation seems to be simpler. The coexistence condition
(51) we have used in this paper is derived from the expression of Rayleighian (48). This Rayleighian
consists of the string part (which is assumed to be uniform) and the bead part (which is assumed to be
in equilibrium), and we ignore the contribution arising from the transition region between the string
part and the bead part. If the volume of the transition region is finite and does not increase with time,
ignoring the contribution of the transition region is justified because the volume of the string part is
proportional to the length and can be very large. In the present problem, the fluid flows from string to
bead and quickly relaxes to equilibrium in the bead. In such a situation, the transition region will not
grow in time, and the coexistence condition we have used is justified. However, in other situations,
the transition region can grow in time. For example, if the distance between the beads is increased
quickly, the fluid will flow from bead to string. The entering fluid cannot adjust itself to the string
part quickly and form a transition region. In such a case, the volume of the transition region grows
in time, and we cannot ignore the contribution of this part. Therefore the coexistence condition (51)
is not generally valid: it is justified only when the Rayleighian associated with the transition region
can be ignored.

In the present problem, we may estimate the Rayleighian associated with the transition region
[36,37] and extend the present work to the cases where the dissipation in the transition region cannot
be neglected. This is our ongoing work.
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APPENDIX A: ONSAGER PRINCIPLE ON THE OLDROYD-B MODEL

We consider the viscoelasticity of polymer fluids when the entanglement effect is not important.
A polymer chain is represented by a dumbbell consisting of two segments connected by a spring
with the spring constant k. Let r; and r, be the position vectors of the two segments. The potential
energy of the dumbbell is written as

k 2
Uy, rp) = 5(1‘1 —Tr)". (AD)
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We assume that the medium surrounding the segments is a Newtonian fluid. Suppose the fluid is
flowing with velocity gradient tensor k. The flow field is then given by k(¢) - r.

The conformation of the dumbbell is specified by the distribution function W(ry, r», t). We shall
derive the time evolution equation for the distribution function W using the Onsager principle.

When a segment moves in a flow field, there is a contribution to the energy dissipation due to
relative motion between the segment and the surrounding fluid. Most simply, this can be written as
C(F; — k - 1;)%, where ¢ is the friction constant, and (f; — k - r;) is the relative motion of the segment
with respect to the surrounding fluid. Hence the energy dissipation per volume is given by

® = ’%/drldrz[z;(h k) LG — ), (A2)

where 7, is the number density of the dumbbell.
It is more convenient to express r; and r, in terms of the position of the center of mass R =
(r; + r2)/2 and the end-to-end vectorr = r, — r; as

r1=R—%r, r2=R+%r. (A3)

Equation (A2) is then written as
. 1
c1>=%P/der[zg(R—x-R)2+§;(f—x-r)2]w. (A4)
Since the dumbbells are homogeneously distributed in the solution, we may simply write (R, r, ¢)

as ¥ (r, t) and neglect the motion of the center of mass. The energy dissipation function is then
written as

1
d):n—p/dr—g“(l‘—lc~r)21p. (A5)

2 2

The free energy and its time derivative are given by
A=n, f drlkgTy Iny + Uy, (A6)
A=n, / drlkgT(Iny + 1) + Ulyr. (A7)
Using the relation
.y d .

e , A8
v o or (k) (A8)

and integration by parts, Eq. (A7) is written as
. a
A=np/dri'1pa(kBTlnw+U). (A9)

Minimizing Z = ® + A with respect to F, we have

1 ]
z{(l"—lc-r)—i-a(kBTlnw—i-U):O, (A10)
. 2 olny  oU
= ——| kT — - T. All
r z ( sl = + or ) +kKk-r (A1)
Therefore the time evolution equation (A8) for ¥ (r, ) becomes
oY a 2kgT 0y 2k
i — 4+ —k- ) Al2
a1 8r<§ or TV Krw) (A1)
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Let cop = kBLT (rarg), and Eq. (A12) results in the evolution equation for C:

. 1
c—k-c—c-k'=—=(c—1),
T

where T = ¢ /4k is the relaxation time.
The polymer contribution to the stress tensor is given by ¢?) = 0.2/«

(r)
Oup

0
—np¢ / dr(iy — Kour )rgr =n, / dr [kBTa—wrﬂ + krarﬁlﬁ:|
e
= —npkpTdop + npk(ryrg).
This gives the constitutive equation of the Oldroyd-B model:
o =G(e-1,

where G = n,kgT is the shear modulus.

1. Direct derivation of the c-tensor form

We assume the solution of the diffusion equation (A12) is
Y(r, 1) = 2r)?[det e(t)]"*exp (—1e™" i rr).

The free energy is given by

A= n,,/dr(kBTlp Iny +yU)=n,kpT Inyy +U) = %n,,kBT[Trc — Indet(e)].

We rescale € such that at equilibrium ¢ =/,

A = 1G[Tr(c) — Indet(e)],
A=1GT[I-¢7")- €l

The energy dissipation is given by the minimum of
P 3 2
=np5{(V—w-1)7),
under the constraint

. k
c= _kBT (Vr +rv).

We obtain v by assuming
vir)=V.r,

where V is a tensor. Substitute the above expression in Eq. (A20),

%(r (V=) (V—k)-1)=GtTr[e - (V' — k") - (V — k)]
From Egs. (A21) and (A22),

®=n,

c=V.c+c-V.
The free energy (A19) becomes

A= gTr[(l— cH-(V.e+c V) =GTrl(c—1- V]
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The Rayleighian is
#=GtTr[c- (V' —k")- (V—)]+GTr[(c = 1)- V].
The Onsager principle requires 3.%/9V = 0:

2Gt(V—-k)-c+G(e—1) =0,
v lu ch
=k ——(—- .
2T
From Egs. (A21) and (A28), we obtain the time evolution of C:
) 1
c—k-c—c-k'=—=(c—1D.
T

Equations (A26) and (A28) give the constitutive equation

_ @

=-Gt(V—-k)-c=G(c—-D.
oK

o

2. Convenient form of the c-tensor formalism
Let

V=x+X-c'.
From Eq. (A24),

c=V.c+c-Vi=k-c+X+c k' + X,

X+X' =¢c—-k-c—c-k'=¢.

It can be shown at the minimum, X is symmetric:
X =
The dissipation (A23) is

1 A —
§c, V -k =

_ Gt oA oA ey GT
CD—TTr(C-C -C -C-C )—TTr(C-C-C )

We finally arrive at the final expression for the dissipation and the free energy:
Gt . .
d = TTr[c‘l(c’ —k-c—c-k)Ye—k-c—c- k)],
1
A= zG[Tr(c) —Indet(c)],

1 e
A= 2GTd-c™)-el.

(A26)

(A27)

(A28)

(A29)

(A30)

(A31)

(A32)

(A33)

(A34)

(A35)

(A36)

(A37)

(A38)

The Rayleighian is given by % = ® + A. The evolution equations are given by 3.%2/9¢ = 0:

. ; 1
c—k-c—c-k'=—((-1D.
T
The stress tensor is given by

X724
o=—=G(c-1.
oK
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APPENDIX B: DERIVATION OF ONE-DIMENSIONAL EQUATIONS BY ONSAGER PRINCIPLE

In this section, we derive the one-dimensional evolution equations using the Onsager principle.
Our derivation is based on the Oldroyd-B model, assuming that the polymeric liquid column is
described by the radius A (z, t), and the polymer configuration c,,(z, t) and c,;(z, t), which are the
radial and axial components, respectively. The corresponding dynamic variables are v(z, t), the
averaged velocity in the z direction, and the material derivative of the c-tensor:

Dcyy 0Cou 0Cou
D = = +v . Bl
tCaa Dt 91 9z (B1)
In the discussion of Sec. IIT A, the c-tensor is a constant along the z axis, so D;c = Dc¢/Dt¢ and dc/ot
coincide.
The original derivation of one-dimensional equations was given in Ref. [22] and quoted in
Ref. [14]. We list them here for reference, using our notations:

ah: 9
— 4+ —(h?) = B2
o + ( )= (B2)
v dv 1 0
- I h2 K + 3n,— (p) (p) , B3
ar TV T h28|: ( +”a+“ ~ o B3)
K=y ! 7+ i 7 | (B4)
h(1+ h?) (1+ h%)
Baz(zp) 8052”) av
Z S, B (p) 2G (p)’ B5
ar Uz 5.0z 1705 7%= (B3)
dol  dol 9 dv
AN 1 S S 1) (B6)
at 9z oz 9z

The first equation (B2) is the continuity equation to ensure the volume conservation. The second
equation (B3) is the force balance equation, where K [given by Eq. (B4)] is related to the surface
curvature and %, indicates the partial derivative d4/dz. The last two equations (B5) and (B6) are the
evolution equations for the polymer contribution to the stress tensor o (”); only the diagonal terms
are considered here.

We proceed with the Onsager principle. The dissipation function is given by Eq. (20), but the
integration is performed in the cylindrical coordinates:

® / 2302 4 1 (b, — 22 ) 1 (b, 4+ 20 Z_d (B7)
= T —Ns| — Crpzg —a—C Crr T 7 Crr .
277‘ 0z 4c,, e 9z & 2¢,, ! 0z .

The variation of the dissipation function is

5P ——/n _3 h* —3n _81) +n,{ D —2—8vc — D;c +_8v svd
\) c Z < rr Crr v
0z oz P\ dz =~ T\ 9z ¢

[ n, v
+ /Tl’hz 2721 <chzz - za_zczz)}a(chzz)dZ
| £Czz

>y v
+ wh C_ Dtcrr + a_zcrr 6(])tcrr)dz~ (BS)

The polymer contribution to the free energy is
1
A, = /7rhz|:EG(cZZ +2¢,r — lnczchr)i|. (B9)
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The time derivative of A, is

. on*l1 ,0[1
A,= ]TE EG(CZZ—I-ZC” Inc;c ”) dz+ | wh 3 EG(sz“‘ZCrr Incc; ) dz.

(B10)
Substitute Eq. (B2) into the first term on the RHS of Eq. (B10) and perform an integration by part:

ahZ 1 0 hz
/7‘[—|:§G(CZZ +2¢,, —In CzzC, ):|dZ = —/n (18) )|:2G( Czz + 2¢, —1In CzzC, ):|dZ
Z

ot
1 1 \ac dc
= R =G|(1- e | (p_ 2 )% d
/.7”) 2 |:< czz) 0z * ¢/ 0z ¢

Using Eq. (B1), the second term on the RHS of Eq. (B10) can be written as

o1
/nhZE[EG(cZZ—i—ZCW Inc..c? )]dz
:/nh2 Lol(n— )2 4 (o= 2\ |1y,
2 c;; /) Ot ¢ ) Ot
1 dc, 2 ac,,
:/nhz -G Dic,; —v Czz +{2——)(Dsc,r —v ¢ dz.
2 0z Crr 0z

The final result is
. 21 1 2
A,= | nh"{=G| |1 - Dic,;; + |2 — — |Dsc, | pdz. (B11)
2 Czz Crr

The variation of A, is

. 1 1 1
SA, = /nh2§G<1 — —>S(D,cu)dz +/nh26(1 — —>5(D,c,,)dz. (B12)

Czz rr

The surface contribution to the free energy is
20 1/2
A, = nynh(l +h?) " dz. (B13)

The time derivative of A, is

. oh 1/2 _1/23 oh
Ayzy/2n|:a (1+h2)""+ hh(14h) 8—Z<E>}dz

oh 12 “12 9 1 9(vh?)
= 27! —(1+ h? hh, (1 + K> ——|td
g e R e e e | 2

oh 1,2 _12[ b 9(vh?)  13%(vh?)
= 2n—(1+h? hh,(1+ h? = -
[ on G e n oy 20D

“dz. (B14)

The first term in Eq. (B14) is

/271 ah(l +h2)%dz
2)1/2

1 a(vh?) n1/2 (1+h
—y [ 27| —— 14+ 1)) Paz=—y [ a5
”/ ”[ 2h oz }( 1) V/” I

1+h2)"2 .
= y/nvhzai[% dz =y/nv[hhzhzz(1 +12) 72 —h (14 %) )dz. (B15)
e

d(vh?)
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The second term in Eq. (B14) is

i e 902
V/nhhz(lJrh?) 1/2[—1—(1} )}dz

h> 9z
2 1 2\~1/2 2 1 2\—1/2
— y/n[hz( +hz) i|d(vh2) — _y/nvh2i|:h2( +hZ) :|dz
h 0z h
= yfnv[(h§ —2hhh) (1 4+ 1) 4 hhiho (14 12) " ]dz. (B16)

The third term in Eq. (B14) is
—12[  103%(vh?)
y/nhhz(l + h?) [_E a2 |92

2 2
_ —y/nhz(l +h§)—1/2d|:8(vh )] _ ana(vh )i[hz(l )

0z dz 0z

=y f wlho (144277 = n2h (1 4+ 12) 7 ldwh?)

== /””hzaiz[hzz(l + 1) = W2 (14 ) dz

—1/2 -3/2 -5/2
—y / woh?[—ho.(1+ 022 + Ghohe, + W2he)(1+12) 77 = 30302, (1 + 12) 7] d.
(B17)
Combining above three equations, we can obtain
A, = y/nv[—hz(l + 027 (B2 = hhohe, — RPhe) (14727
—3/2 —5/2
+ (hhhe + 3R2h.h2 4 W202h.) (1 + h2) 7% = 3020302 (1 + h2) %] dz
=2 4,

=y / wv[—h,—2h}—h3—hh h..—h*ho,—hhh—h*h2ho 4307 h, 02 | (1 + h?)

3 (14 2) ) dz.

- —yfnv[hz(l + 1) Wbk + WPh)(1 4 1)
(B18)

From Eq. (B4), we can get

9 3 _ _
ﬁ(th): ya—z[h(l+h§) 2 4 b (14 1277

= [ (L4122 4+ (b, + W2he) (14 B2 7 = 307002 (14 12) 7).
(B19)
Comparing Egs. (B17) and (B18), we can arrive
. I(h’K
A,,:—/nv K .. (B20)
9z
The variation of Ay is
. d(h*K)
A, =— | = 5 dvdz. (B21)
z
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Using Egs. (B12) and (B21), we can write the variation of Rayleighian Z = ® + A »+ A,, with
respect to D;cyq:

8K ov 1
5Dy = tCzz 37 €z + . (o ) ( )
N ov 1
—— =0 D rr ——Crr - rr_1 =0. B23
5D,c.) = D¢, + 22° + T(C ) (B23)

These can be rewritten in term of polymer contributions to the stress tensor 0055) = G(cqa — 1):

LA RN oA LR 1Y v i
YL 28—1055” +26 -~ o', (B24)
A AL 9
I 0 o g s, (B25)
ot 9z 9z 0z

These are the same as Eqgs. (B5) and (B6). ) )
Using Eq. (B8), we can write the variation of Rayleighian #Z = ® + A, + A, with respect to v:

SR 3 )
= 0 = 7 |:h2(K + 3’753—;} + o) — a;,m)} =0. (B26)

This equation agrees with Eq. (B3) if the inertial terms are negligible.
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