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Polymer chains in confined geometries: Massive field theory approach
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The massive field theory approach in fixed space dimensions d <4 is applied to investigate a dilute solution
of long-flexible polymer chains in a good solvent between two parallel repulsive walls, two inert walls, and for
the mixed case of one inert and one repulsive wall. The well-known correspondence between the field theo-
retical ¢* O(n)-vector model in the limit n— 0 and the behavior of long-flexible polymer chains in a good
solvent is used to calculate the depletion interaction potential and the depletion force up to one-loop order. In
order to make the theory UV finite in renormalization-group sense in 3 =d <4 dimensions we performed the
standard mass renormalization and additional surface-enhancement constants renormalization. Besides, our
investigations include modification of renormalization scheme for the case of two inert walls. The obtained
results confirm that the depletion interaction potential and the resulting depletion force between two repulsive
walls are weaker for chains with excluded volume interaction (EVI) than for ideal chains because the EVI
effectively reduces the depletion effect near the walls. Our results are in qualitative agreement with previous

theoretical investigations, experimental results, and with the results of Monte Carlo simulations.
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I. INTRODUCTION

Solutions of long flexible polymer chains in confined ge-
ometries such as thin films, porous media, or mesoscopic
particles dissolved in the solution have been extensively
studied in recent years, including experimental, numerical,
and theoretical investigations. These investigations showed
that polymer solutions and binary liquid mixture in confined
geometries give rise to new phenomena not observed in bulk.
In general, macroscopic bodies immersed in a medium fre-
quently feel long-range forces originating from fluctuations
in the medium. Such fluctuation-induced forces are omni-
present in nature. For example, such forces arise as a result
of the confinement of quantum fluctuations of the electro-
magnetic field between two metallic conducting plates and
due to the well-known quantum-electrodynamic Casimir ef-
fect [1]. The confinement of thermal fluctuations of the order
parameter at critical points in a binary liquid mixture leads to
effective long-range forces between the confining walls or
particles immersed in fluid as it was predicted by Fisher and
de Gennes [2]. They are commonly known as critical (or
thermodynamic) Casimir forces. Such thermodynamic Ca-
simir forces were recently verified experimentally by their
direct observation in binary fluid mixtures [3]. In polymer
solutions, the reason for these forces originates from the
presence of depletion zones near the confining walls or me-
soscopic particles due to an additional amount of entropic
energy for polymers confined within the slit or between col-
loidal particles. For entropic reasons, the polymer chains
avoid the space between the walls or two close particles. It
leads to an unbalanced pressure the outside which pushes the
two walls or two colloidal particles towards each other. The
improvement of the experimental technique recently allowed
even to measure with high accuracy the depletion force be-
tween a wall and a single colloidal particle [3-6]. It should
be mentioned that the case of two parallel walls gives the
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possibility, via the Derjaguin approximation [7], to describe
the case of a big colloidal spherical particle near the wall
when the radius of particle R is larger than the radius of
gyration R, and exceeds the distance between the particle
and the wall L.

During a long period the interaction between polymers
and colloidal particles has been modeled by approximating
the polymer chains as hard spheres [8,9]. But such an ap-
proach does not make it possible to correctly describe the
behavior of small colloidal particles in polymer solution and
in the case of colloidal particles of big size the difference
between theoretical predictions and experimental data is big-
ger than 10%. In accordance with this, the approaches which
take into account the chain flexibility were more effective.
For example, in the case of strongly overlapping polymer
chains (semidilute solutions), the chain flexibility was taken
into account via the phenomenological scaling theory [10,11]
or the self-consistent field theory [12]. In the case of dilute
polymer solution, different polymer chains do not overlap
and the behavior of such polymer solution can be described
by a single polymer chain using the model of random walk
(RW) (for the ideal chain at #-solvent) or self-avoiding walk
(for the real polymer chain with excluded volume interac-
tion). The latter case corresponds to the situation when the
solvent temperature is above the #-point (good solvent) and
the polymer coils are less compact than in the case of ideal
chains. A remarkable progress in the investigation of this
task was achieved by [13,14] via using a dimensionally regu-
larized continuum version of the field theory with minimal
subtraction of poles in e=4—d, where d is dimensionality of
space. But, as it is easy to see [14], still there are a lot of
unsolved problems and the question arises: “how to find a
theory which allows us to explain experimental data in a
better way?” One of the methods, which up to our knowl-
edge has not yet been applied to this task, is the massive field
theory approach. This method, as it was shown in the case of
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infinite [15,16], semi-infinite [17] systems, and specially in
the case of dilute polymer solutions in semi-infinite geom-
etry [18] gives better agreement with the experimental data
and the results of Monte Carlo (MC) calculations. In accor-
dance with this, the purpose of the present work is to apply
the massive field theory approach in fixed space dimension
d=3 for the investigation of dilute polymer solution within
the slit of two parallel walls being in equilibrium contact
with an equivalent polymer solution in a reservoir outside the
slit and to calculate the depletion interaction potentials and
the depletion forces which arise in a system.

The most remarkable properties of fluctuation-induced
forces is their universality. They are independent of most
microscopic details and depend only on a few macroscopic
properties such as the adsorption properties of the confining
walls or the shape of the particles. In accordance with this,
we used different combinations of confining walls, i.e., we
performed calculations for the case of two repulsive walls,
two inert walls, and a mixed case of one repulsive and one
inert wall. Besides, taking into account the Derjaguin ap-
proximation [7] we obtained results for colloidal particles of
big radius near the wall and compared the obtained results
with the experimental data [5]. In the case of two repulsive
walls we found good agreement of our results with the re-
sults of Monte Carlo simulations [19,20].

II. MODEL

We shall assume that the solution of polymer chains is
sufficiently dilute so that the interchain interactions and the
overlapping between different chains can be neglected, and it
is sufficient to consider the configurations of a single chain.
Long flexible polymer chains in a good solvent are perfectly
described by the model of self-avoiding walks (SAWSs) on a
regular lattice [21,22]. Taking into account the polymer-
magnet analogy developed by [23], their scaling properties in
the limit of an infinite number of steps N may be derived by
a formal n— 0 limit of the field theoretical ¢* O(n)-vector
model at its critical point. The average square end-to-end
distance, the number of configurations with one end fixed
and with both ends fixed at the distance x= (X, —xj)? exhibit
the following asymptotic behavior in the limit N — oo:

(R* ~ N?", Zp(x) ~ ¢"N"),

(2.1)

ZN -~ qNNy_l,

respectively. v, v, and « are the universal correlation length,
susceptibility, and specific heat critical exponents for the
O(n) vector model in the limit n—0, d is the space dimen-
sionality, and ¢ is a nonuniversal fugacity. 1/N plays the role
of a critical parameter analogous to the reduced critical tem-
perature in magnetic systems.

In the case when the polymer solution is in contact with a
solid substrate, the monomers interact with the surface. At
temperatures, 7<T,, the attraction between the monomers
and the surface leads to a critical adsorbed state, where a
finite fraction of the monomers is attached to the wall and
form d—1 dimensional structure. The deviation from the ad-
sorption threshold [c¢ o (T-T,)/T,] changes sign at the tran-
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sition between the adsorbed (the so-called normal transition,
¢<0) and the nonadsorbed state (ordinary transition, ¢ >0),
and it plays the role of a second critical parameter. The value
¢ corresponds to the adsorption energy divided by kT (or the
surface-enhancement constant in field theoretical treatment).
It should be mentioned that for the sake of convenience we
prefer to use the field theoretical terminology for constant ¢
throughout the whole of the paper. The adsorption threshold
for long-flexible infinite polymer chains, where 1/N—0 and
¢—0 is a multicritical phenomenon.

The aim of the present investigations is to describe the
behavior of such dilute solution of long-flexible polymer
chains within the slit of two parallel walls which is in equi-
librium contact with an equivalent polymer solution in a res-
ervoir outside the slit. The walls are located at the distance L
one from another in z direction such that the surface of the
bottom wall is located at z=0 and the surface of the upper
wall is located at z=L. Each of the two surfaces of the sys-
tem is characterized by a certain surface-enhancement con-
stant ¢;, where i=1,2. The effective Landau-Ginzburg
Hamiltonian describing the system of dilute polymer solution
confined to the slit is

. e o1 . 1 L
HlPl= J dd_l"fo dz{E(Vqﬁ)z + E,U«%(ﬁz + Zvo(fﬁz)z}

o aer 12 _ i TR _
+ 5 d“'ré(r,z=0) + 5 d“'ré(r,z=1L),

(2.2)

where @(x) is an n-vector field with the components ¢;(x),
i=1,...,n and x=(r,z), w is the “bare mass,” and v, is the
bare coupling constant which characterizes the strength of
the excluded volume interaction (EVI). The surfaces intro-
duce an anisotropy into the problem, and the directions par-
allel and perpendicular to the surfaces are no longer equiva-
lent. In accordance with the fact that we have to deal with slit
geometry [x=(r,0=z=L)], only parallel to surfaces Fourier
transforms in d—1 dimensions take place. The interaction
between the polymer chain and the walls is implemented by
the different boundary conditions. As it was mentioned
above, we consider the case of two repulsive walls, where
the fields (r,z) satisfy Dirichlet-Dirichlet boundary condi-
tions

ci—+%, ¢,—+% or @r,0)=dr,L)=0,

(2.3)
two inert walls (Neumann-Neumann boundary conditions)

dp(r,z) ad(r,z)

(2.4)

and the mixed case of one repulsive and one inert wall
(Dirichlet-Neumann boundary conditions)
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I(r,z)
Jz 7=L
(2.5)

ci—+%, =0 or @r0)=0, =0.

The requirement in Eq. (2.4) describing the inert character of
the walls corresponds to the fixed point of the so-called spe-
cial transition [17,24,25] in the field theoretical treatment.

In the present case, the only relevant lengths are the av-
erage end-to-end distance &z=\(R*)~N" and the length
L—the distance between two walls. The properties of the
system depend on the ratio L/ &. It should be mentioned that
the present field-theoretical approach is not able to describe
the dimensional crossover from d to d— 1-dimensional sys-
tems which arises for L <<&. In this case the system is char-
acterized by another critical temperature (see, for example,
on the situation in magnetic or liquid thin films) and moves
to a new critical fixed point.

Thus the present theory is valid for the case L> &;. Nev-
ertheless, we made some assumptions, which allowed us to
describe the region L << &g.

The well-known arguments of the polymer-magnet anal-
ogy [21-23,26] assume the correspondence between the par-
tition function Z;(x,x") of polymer chain with ends fixed at x
and x’ immersed in the volume containing the two parallel
walls and the two-point correlation function G@(x,x')
=(d(x)P(x")) in the field theoretical ¢* O(n)-vector model
at the formal limit n— 0 in the restricted geometry:

Zu(X,X’;N,L,vo)=IﬁﬂgﬂN[@l(X)<Z>1(X')>|n=o]' (2.6)

Here the rhs denotes the inverse Laplace transform u>— N
of the two-point correlation function for the system modeled
via the corresponding Landau-Ginzburg Hamiltonian in the
limit, where the number of components n tends to zero. N
determines the number of monomers of the polymer chain
and represents only an auxiliary parameter, the trace along
the chain and fixes its size globally. The most common pa-
rameter in polymer physics to denote the size of polymer
chains which are observable in experiments is R, [21,22,26]:

R2
Ry=xi72 (2.7)

d?’

where y, is a universal numerical prefactor which depends
on the dimension d of the system. For ideal polymer chains
one has X?i:[gl and for three dimensional case N equals R?/2.
For the chains with EVI it could be obtained within a pertur-
bation expansion [21].

The fundamental two-point correlation function of the
free theory corresponding to Eq. (2.2) in mixed p,z repre-
sentation has a form

Gy (p.p'.2,2) = 2m)*' ;8P + PGP, 2,2 s oy 3 L),
(2.8)

where the free propagator G,(p,z.z’ ; o.c 1y:€2,-L) of model
(2.2) is
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G”(p,z,z' ;MO,C1O,C20,L)
=—{[x3+ Kolc] +¢y ) +cp ¢y JeoF
2K 0 0 0 0 20

2 kol
—[Ko—Ko(Clo"'CzO)"‘CIOCzO]e Kbyt

2 et
X{[ k5 + KO(Clo + 020) + C10C20]€K0(L le=2"])

2 - —|z=z"
+[ K5 — Koler, +ca) + 1,02, ]e #o(L-le=2")

2 !
+[ &5+ Koley, —€1)) = Cloczo]eKO(L o)

+ K5 = Kolea, = €1)) = €12, Je 0}, (2.9)

with K0=\r’p2+,u3, where p is the value of parallel momen-
tum associated with d—1 translationally invariant directions
in the system and the subscript 0 on ¢; (with i=1,2) is
introduced to avoid confusion with the later defined renor-
malized variable c;. At the confining surfaces, the two-point
correlation function [Eq. (2.8)] obeys the boundary condi-
tions:

J ~ ~
_Gl('jg>(p’plvz’zl)|z:0 =C Gg];)(p»P,,Z = O7ZI)»
9z 0

0 ~ -
ZG2(p,p’ 2,2 e = 02 GP(p,p' 2= L,2). (2.10)
9z ()

In the particular cases of the above-mentioned boundary con-
ditions (Dirichlet-Dirichlet, Neumann-Neumann or Dirichlet-
Neumann) the propagator [Eq. (2.9)] reduces to the free
propagators noted in [27] (see also Appendix A).

In the case L—% and 0=z,7’ <L (or 0<€z,7' <L) the
free propagator [Eq. (2.9)] reproduces the free propagator of
the semi-infinite model (see [17] and Appendix B) with the
corresponding surface at z=0 and the surface-enhancement
constant ¢; (or at z=L with ¢, ). Thus, for infinitely large
wall separations, the slit system decomposes into two half-
space (HS) systems.

III. THERMODYNAMIC DESCRIPTION

We consider the dilute solution of long-flexible polymer
chains within the slit and allow the exchange of polymer
coils between the slit and the reservoir. Thus the polymer
solution in the slit is in equilibrium contact with an equiva-
lent solution in the reservoir. We follow the thermodynamic
description of the problem as given in [14]. The free energy
of the interaction between the walls in such a grand canoni-
cal ensemble is defined as the difference of the free energy of
an ensemble where the separation of the walls is fixed at a
finite distance L and that where the walls are separated infi-
nitely far from each other:
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2(L) )
ZH(L — 0)

Z\(L Z(L —
=—kBTN{ln< ”;))—m< '(Z ))} (3.1)

where A is the total amount of polymers in the solution and
T is the temperature. Z;(L) is the partition function of one
polymer chain located in volume V containing the walls at a
distance L:

SF = — kyTN ln(

Z(L) = f f dxd' Z,(x,x'), (3.2)
vJyv

with Z(x,x’) representing the partition function of one
polymer chain in the slit with its ends fixed at points x and
x'. For the sake of convenience we renormalized the parti-
tion functions Z(L) and Z(L— ) on the partition function
Z of one polymer chain in the same volume V without walls.
The total volume of the system V can be divided into two
independent subsystems V; (inside) and V, (outside) the slit,
respectively. It gives the possibility to expand the term
In(Z,/ 2) in the thermodynamic limit as

lf ddx<z‘j(Z)—1>+lf ddx<zi—(z)—l>, (3.3)
Vi, Z, Vi, Z,

with Z=VZ,, Z,=[yd%' Z,(x,x’), where Z,(x,x’) is the
partition function of one polymer chain in the unbounded

solution with fixed ends at x and x’, and ZA,’O,i(z)
=Jv, [ddx’ZH(x,x’).

In the thermodynamic limit (as N/, V— o) the contribution
from the first term in Eq. (3.3) and, respectively, in Eq. (3.1)

disappear because the ratio Z,(z)/Z, is independent of L.
Thus, the reduced free energy of interaction Sf per unit area
A=1 of the confining walls may be written as

21’(1) Z (z)
= —f d— +J ddx(L—l
Vi Zy Vs, Zy
( Zys,(2) )
X ~ -1,
s, Zp

+ f d? (3.4)
14

where n,=N/V is the number density of polymer chains in

the bulk solution and

éHsi(Z) = f ddx'ZHSi(x,x’), (3.5)
Vs

with i=1,2 and Zy4(x,x’) denoting the corresponding par-

tition functions for a polymer chain in a half space with two

fixed ends at points x and x’. The functions é,’i(z) and é’HS,(z)

depend only on the z coordinates perpendicular to walls. The

reduced free energy of interaction Jf, according to Eq. (3.4),
is a function of the dimension of a length and dividing it by
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another relevant length scale (namely, that for the size of the
chain in bulk, e.g., R,) yields a universal dimensionless scal-
ing function

o= L.

R, (3.6)

where y=L/R, is a dimensionless scaling variable. The re-

sulting depletion force between the two walls induced by the
polymer solution is denoted as
d(of) _ dO()

P(y)=- === =

3.7
dL dy 37

According to Egs. (3.1) and (3.4) in the thermodynamic
limit, the total grand canonical free energy () of the polymer
solution within the slit is

Qz—npkhTALw, (38)
with
1 (" 2[(1)
vl J -2 (3.9)
LJ, 2,

Taking into account Egs. (3.4) and (3.8) we can write for unit
surface area A=1:

=fol +fs, +fs, + o, (3.10)

npkBT

with the reduced bulk free energy per unit volume f,=-—1
and the reduced surface free energy per unit area

f ( éHS,.(Z) )
fs. = dz| 1-— .
i v Zb

HS;

(3.11)

Further for the sake of convenience we can introduce X, the
total system susceptibility in the form

1 - -
X= —f f d'xd’x'($(x) Py (x")). (3.12)
Vivl)y
This definition is consistent with the bulk susceptibility for
the unbounded space given as X),=1/m? to all orders of

renormalized perturbation theory (e.g., [16]). Z:Jb being the
inverse Laplace transform of &), and 21,:1 to all orders as

well. Accordingly to Egs. (2.6) and (3.12) we can rewrite Eq.
(3.4) in the form

of =1L LRi/z{L(Xb - ) =Y, =Y}, (3.13)

where X denotes the total susceptibility for the slit geometry
and Y; with i=1,2 give two HS contributions such that s,
:I‘C,U.ZHR/E/Z{YL}’ (see Appendix B).

IV. CORRELATION FUNCTIONS AND
RENORMALIZATION CONDITIONS

Correlation functions, which involve N’ fields ¢(x;) at
distinct points x;(1=i=N") in bulk, M, fields ¢,(r; ,z=0)
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= ¢,,(r;)) at distinct points on the wall z=0 and M, fields
#(r; ,z=L)= ¢, (r; ) at distinct points on the wall z=L, and
1 1nsert1on of the bulk operator 2qbz(Xk) at pomts X, with
I=k=I, I, insertions of the surface operator 2(;5 (R;) at

N’

GOV MM () {141 1A (R LR =

i=1

Here, the symbol (...) denotes averaging with Hamiltonian
(2.2). The free propagator of model (2.2) in the mixed p,z
representation has form (2.9), as was mentioned above.

Taking into account that surface fields ¢S (r; ) and surface
operators 2¢) (R) with i=1,2 scale with scahng dimensions
that are different from those of their bulk analogs d)(x ) and
2(bz(X) (see [17]), the renormalized correlation functions
involving N’ bulk fields and M, surface fields on the wall
z=0 and M, surface fields on the wall z=L, I bulk operators,
I, and I, surface operators can be written as

(N" .MMy, L1,15) /.
GR s 2(,,U«,U,C1,C2,L)

_ Z(—ﬁ(N’+M]+M2)/2ZIM1/ZZ—M2/2Z le ¢2

XG(N”MI’MZ’I’II’IZ)C,U«O,Uo’clo’czo,L)’ (4.2)

where Zy L1y 2y and Z g, Z¢§ s Zqﬁf are correspondent UV-

1 2
finite (for d<<4) renormalization factors. The typical bulk
and surface short-distance singularities of the correlation

functions GV -M1M2) can be removed via a mass shift u
=u’+ 6y’ and surface-enhancement shifts i =cit oc;, e
spectively [17]. The renormalizations of the mass u, the cou-
pling constant v, and the renormalization factor Z, are de-
fined by standard normalization conditions of the infinite-
volume theory [16,28-31]. In order to adsorb uv singularities
located in the vicinity of the surfaces, the surface-
enhancement shifts dc; are required. In connection with this
the new normalization conditions should be introduced. It is
obvious that in the limit L— o we should have

1
1im[G'**(p; v, ¢1.2,L)| =0 = ,
L—» Mm+cy

1
1im[ G2 (p; v, e L) ol =——.  (4.3)
Mt

L—»

For the renormalization factors Z;, Zg, where i=1,2 we ob-

tain, respectively,

1
hm _G(OZO)(p’Iu"U CI’CZ’L)| =0 ?
L] dp? = 2ulpter)?
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points R, with 1=/,=1I,, and I, insertions of the surface
operator 2(]5 (Rlz) at points R, with 1=I,=1I,, have the
form [17,25]

I ¢31(r,l)H qs)z(r,z)H ¢2(Xk)H ¢51<R1)H S5 (Ry)

l—l

(4.1)
|
lim _G(Ooz)(P s0,€1,62,1) |0 B
L—=| dp* e 2ulp+cp)*
(4.4)
and
Lm[GO2001(p P w,v,¢1,00.L)] ) poo] = _
jm JM,U,C1,C2, L)1), p=o (o)
hm[G(O’O’z’O’O’l (p,P;,v,¢1,05,L)] 1= L
Lo TR ER PP (k)
(4.5)

In the limit L — o all these conditions yield exactly the same
shifts dc; and renormalization factors as in the semi-infinite
case. It is intuitively clear that in the case of two inert walls
or mixed walls situated at big but finite distance L with L
= R, such that the chain is still not deformed too much from
its original size in bulk, the shift of ¢if — ¢ may depend on
the presence of the other surface and hence on the size of the
slit. So, in the case of L= R, (or uL=1) from Egs. (2.9) and
(4.3) we obtain conditions

Lliml[égg’z’o)(p;,U«,U,Cl,cz’L)|p:0]
/_LZ

m
= 1+
MEC

lim [G(002 (p’/'L’U cl’CZ’L)|p 0]
Lp=1

1
= <1+
Mty

The above-mentioned conditions (4.6) give one-loop order
corrections to the respective surface-enhancement shifts dc;
of semi-infinite theory in the case of large but finite wall
separation L. In accordance with this, for the case of mixed
walls we obtain

N Cze‘2“L+ O(€_4ML)> ’
MECptC

2u B _cle-zﬂLm(e-‘wL)). (4.6)

Mt CyptCy

5¢y0 = e+ A9, (4.7)

with corrections of order O(e2#L)
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FIG. 1. The functions @(y) and

1
A(S_0)=’;_L(_L+CE+IH 8—3+In ulL
o

— e*MLE (- 4,uL))e‘2“L. (4.8)
In the case when both walls are inert, the modified surface-
enhancement shifts are

8¢} = 8c;+ A, (4.9)

with
1
AS=5) = _ A\6-0) _ ,u(ln 2- 5)#% (4.10)

The above-mentioned corrections doc; are UV singular for d
=3 dimensions. They provide the singular parts of the coun-
terterms that cancel the UV singularities of the correspondent
correlation functions by analogy as it took place for semi-
infinite systems (see [17]). The above-mentioned corrections
AB-9 and A9 are finite in d=4 dimensions.

V. RESULTS FOR GAUSSIAN CHAINS

Let us consider at the beginning the case of ideal polymer
chains (v,=0). As mentioned above it corresponds to the
situation of a polymer chain under ®-solvent conditions.

For general case of arbitrary ¢; and ¢, on the confining
walls, we obtain for the reduced free energy of interaction:

1
of=- ILMHR)%/Z{ E[(M +c)(p+cyett

—(p=c)(p-c)e T e e,
—[uler +¢) +2cic0Jet + [uley + ¢y) = 2¢1c5]e 7}

1 ( c Cy )}

+— + .
mApFC pt

First, consider the case of Dirichlet-Dirichlet (D-D) bound-

ary conditions (2.3) on the confining surfaces. Taking the
limits ¢;/m—%,c,/m— o yields

(5.1)
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0
-0.2 +
04
=
~
-06 |
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I'(y) for two repulsive walls.

1

1
OPL(y) = —4yIL, . 2_1(——_), 52
(y) Y. (2y%) 7'3/21+€VT ( )

where 7=u?L? and y=L/R,. The result indicates that if both
¢, and ¢, are positive, the depletion interaction potential is
negative and hence the walls attract each other due to the
depletion zones near repulsive walls. The inverse Laplace
transform can only be performed numerically (the plot is
shown in Fig. 1) or may be expanded for asymptotic values
of \'7. The obtained results for ideal polymer chains in slit of
two repulsive walls are in agreement with previous theoreti-
cal results obtained in Ref. [14]. However, it should be men-
tioned that on plotting these functions the authors of [14]
used a rescaled variable V2R,, which was not mentioned
there.

Now we proceed to the case of two inert walls, which
corresponds to Neumann-Neumann (N-N) boundary condi-
tions (2.4). For the free energy of interaction we obtain

0"N(y) =0. (5.3)

It corresponds to the fact that ideal chains do not loose free
energy inside the slit in comparison with free chains in un-
restricted space. The entropy loss is fully regained by surface
interactions provided by two walls.

Taking the limits ;—1—>OO,C;2—>O in accordance with Eq.
(2.5) [Dirichlet-Neumann (D-N) boundary conditions] from
Eq. (5.1) we obtain

1 1

OPN(y) == 2yIL, (221 ( ETeZ‘;) . (54)

This result can only be evaluated numerically and is plotted
in Fig. 2. From comparison Egs. (5.2) and (5.4) it is easily to
see that

0PP(2y) =20"M(y). (5.5)

The obtained result is intuitively clear, because the depletion
zone is formed only near the lower wall, i.e., near the wall
with Dirichlet bc. The upper wall with Neumann bc does not
contribute at all to the induced depletion interaction. Let us
consider different asymptotic regions of y.
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FIG. 2. The functions @(y) and I'(y) for one repulsive and one inert wall with and without excluded volume interactions (EVI).

A. Wide slits (y>1)

In the case uL>1 from Eq. (5.2) we obtain for two re-
pulsive walls:

y\ 1 [2 y
OPL(y) = 4y| erfc| — | - — | —exp| - —
\/E y T 2

-8y erfc(vEy) - exp(=2y%) |. (5.6)
N2
The force [Eq. (3.7)] becomes
D.D Yy 5
I'”?(y)=-4 erfc<?) + 8 erfc(V2y). (5.7)
And for one repulsive and one inert wall we have
D,N [ 4 2
O7(y) = 4y erfc(V2y) - =—-exp(-2y7),  (5.8)
N2
which implies
I'PNy) =~ -4 erfc(\Ey). (5.9)

These approximating functions are presented in Figs. 1 and
2, respectively.

0.02
0.015
0.01
gx 0.005
b3
I 0
)
@© -0.005 |
001 F Ideal chain ———
EVI (expanded) with 8Cggy ——
-0.015 | EVI (expanded) with 8Cgjy -
-0.02 : : : : : :
0.9 1 1.1 1.2 1.3 1.4 15 1.6
(a) y= L/Rx

B. Narrow slits (y<€1)

In the case of narrow slit uL<<1 the asymptotic solution
for Eq. (5.2) reads as

@D’D(y) ~——=+y, (5.10)

N2

and the force simply becomes I'P-P(y) =~ -1.
For the depletion interaction potential [Eq. (5.4)] we get

OPN(y) =~ - — +y. (5.11)

N2

For the force we have again I'>N(y) =~-1.

These results can be understood phenomenologically. In
our units the quantities ® and I" are normalized to the overall
polymer density n,. So, the above results simply indicate that
the force is entirely induced by free chains surrounding the
slit or, in other words, by the full bulk osmotic pressure from
the outside of the slit. No chain has remained in the slit. It is
reasonable in the case of repulsive walls in the limit of nar-
row slits. Unfortunately, the narrow slit regime is beyond the
validity of our approach in the presence of EVI as mentioned
above. But the above-mentioned arguments can be used in
order to obtain the leading contributions to the depletion ef-

0.1

)
=
.0.05 | Ideal chain ———
EVI (expanded) with 8cgen
EVI (expanded) with 8Cgjy -
-0.1 : : : : : :
0.9 1 1.1 1.2 1.3 1.4 1.5 1.6
(b) y=LR,

FIG. 3. The functions @(y) and I'(y) for two inert walls with and without EVI. Here we introduced notations: &cg,,,;=dc; and 5cisfs

=8¢y, with i=1,2.
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fect as y—0. We can state that in the case of very narrow
slits the chains would pay a very high entropy to stay in the
slit or even enter it. It is due to the fact that the phase space
containing all possible conformations is essentially reduced
by the squeezing confinement to the size % times its origi-
nal size (for an unconfined chain). Therefore, the ratio of
partition function of polymer chain in the slit and the free
chain partition function vanishes strongly as y—0, which
implies directly the function w in Eq. (3.9). Setting =0 and
using only the corresponding surface contributions and the
bulk contribution (f,=—1) in Eq. (3.10) must lead to the
same asymptotic limits in the narrow slit regime. The advan-
tage of this procedure is that no expansion is necessary and it
should be equally valid in the EVI regime.

In Figs. 1-3 the depletion interaction potential ®(y) and
depletion force I'(y) are plotted for all boundary conditions.

1 (L[t B
Xﬁarg(ﬂo,vo,clo,CZO,L) = Zf f dzdz'{G(p =0,z,7' ;/.LO,CiO,L)
0 Jo

n+2

6

The two HS contributions denoted by Y; [see Eq. (3.13)] can
be obtained in accordance with Eq. (3.11) similarly to Eq.
(6.1) with the propagators of semi-infinite system. Some de-
tails of the calculation of these quantities for zero-loop and
one-loop orders for different surface critical points of interest
(ordinary, special) are presented in Appendix B. In order to
make the theory UV finite in renormalization-group (RG)
sense in 3 =d <4 dimensions, we perform the standard mass
renormalization, the coupling constant renormalization, and
additional surface-enhancement constants renormalization.

A. Two repulsive walls

Let us first consider the case of D-D boundary conditions
(2.3) on each of two surfaces. Each surface term (fsi,i
=1,2) contributes

It should be mentioned that in the limit ¢;— (where i
=1,2) surface-enhancement constants renormalization re-
duces to an additive renormalization by analogy as it took
place for the case of semi-infinite geometry [17]. After per-
forming the standard mass and the coupling constant renor-
malization and additive renormalization at zero momentum,
the correspondent function x}:” can be obtained. In order to
be concise, we do not present here the complicated form for
Xﬁ’e]z and just discuss the limiting cases of wide and narrow
slit regimes.

(6.2)

L
_ UOJ dz”f G”(p = O,Z,Z”;/.Lo,CiO,L)G”(q,Z”,Z";/Lo,CiO,L)G”(p = O,Z”,Z, s Mo CiO,L)
0 q
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As expected, the results for mixed walls are located in be-
tween the results of two inert walls and those of two repul-
sive walls.

VI. RESULTS FOR GOOD SOLVENT

In good solvent the EVI between monomers play a crucial
role so that polymer coils occupy the bigger volume and are
less compact than in the case of ideal polymer chains. The
influence of the EVI on the depletion functions can be ob-
tained within the framework of the massive field theory ap-
proach in fixed dimensions d=3 up to one-loop order ap-
proximation of the two-point correlation functions G
restricted to the slit geometry [Eq. (2.2)]. The bare total sus-
ceptibility AP [see Eq. (3.13)] for the slit geometry in ac-
cordance with Egs. (3.9), (3.12), and (4.1) is

(6.1)

1. Wide slits (y=1)

The massive field-theory approach at fixed dimensions d
=3 gives a rather simpler result in one-loop order than the
results obtained in [14] with the help of dimensionally regu-
larized field theory with minimal subtraction of poles in &
expansion. It should be mentioned that in [14] the wide slit
approximation was carried out as well up to the first non-
trivial order [apparently O(e™#L)]. Therefore, we performed
calculations up to the next-order term ~O(e~2#F). The renor-
malized total susceptibility for the slit geometry up to one-
loop order in d=3 for polymer case n— 0 in the wide slits
regime uL>1 is

L 1 11'12 —ulL 3 —2ulL
XDr;‘ZL”—z——g(2—78>+—e 3 (4-1n§>-e 3
M

M ® M
9-Cr-2In2 3  In(ul
X £ 2 _ _In(e )+e"LEi(—/_LL)
2 2ul 2

e4,u.L
~ HUBi(=3uL) + ——Ei(~4uL) (. (6.3)

The exponential integral functions, denoted by Ei(x), can be
expanded for large negative arguments as well in accordance
with (see, e.g., [32]): ¢*Ei(-x)=—1/x+O(1/x?). Thus, for the
depletion interaction potential we obtain
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o)l

22 rte(2y) - (2 12~ CE || 2y erfe(v2y)
4SerC\y a n2 ) y erfc(V2y

2 y In7 _,~
- \/;exp(— 2)/2)] - ZIET—n/zyZ(ﬁe : ) (6.4)

The comparison of the obtained results to ideal chain results
in the wide slit regime (see Fig. 1) shows that the EVI re-
duces the depletion effects for two repulsive walls.

2. Narrow slits (y<<1)

Following the simple argument obtained from the discus-
sion of the exactly solvable ideal chain model, the entire slit
contribution w [Eq. (3.9)] to the reduced free energy of in-
teraction &f in Eq. (3.10) is simply set to zero, and the deple-
tion effect is only calculated from bulk and surface contribu-
tions. In this limit the depletion potential becomes

2V2 In3
’7T

2 (6.5)

and the force again is unity. In Fig. 1 one can follow how the
two regimes come to match in the crossover regime y=1.
The lowest-order expansion in the case of wide slits is un-
able to show this matching. With these two approximations
we are in the position to present a rather complete picture of
the problem in comparison with the approach given in [14].

B. One repulsive-One inert wall

This case has not been studied so far in any approach.
Since we are now dealing with an inert wall, the surface-
enhancement constant shift should be taken into account.
Again, the full result for the renormalized total susceptibility
of system within the slit &, has complicated form and we
here focused our discussion on the limiting cases of wide and
narrow slits only.

The surface contribution for the repulsive wall coincides
with Eq. (6.2) and for the inert wall we have

2In2-1 |2
f],v— 2 \/7RX.
v

1. Wide slits (y=1)

(6.6)

For the total susceptibility up to O(e~>L) order we obtain

2In3-5) e¢*(2In4-In3-1
T + - 5
M
7

e-M{31—2cE In3 7ml2 3

lren

L 1
.)(OSL~—2——3<1
)

3

P 8 2 7 4 auL
ln(,u,L) Mt A

+—E L +—E 4ul

4 5 i(— pL) 1 i(—4ulL)

e3,uL }
- TEi(— 3ul) (. (6.7)
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In comparison with the result for ideal chains [Eq. (5.4)],
where the lowest-order term contributing to the total suscep-
tibility in the wide slit limit is of order O(e %), now the
additional term of order O(e #L) appears.

In this case the depletion interaction potential becomes

1 16 7 2
TR RN

55 ertet i+ 12
+— 1\, -
96y TN 12

X lZy erfc(V2y) — \/gexp(— 2y2)]

y Int _,~
+ 8157_}1/2‘/2( 73/28 v )

Figure 2 presents the depletion interaction potential ®(y) and
the force I'(y). It clearly indicates that in comparison with
ideal chains the depletion effect is stronger in the regime of
wide slits.

Cp—In 1152)

(6.8)

2. Narrow slits (y<<1)

Following again the thermodynamic argument,  is set to
zero and only bulk and surface contributions are taken into
account in Eq. (3.10). One gets

2mi-1\ /2
WW@%(HL)\/:
4 T

which is also slightly below the depletion potential in com-
parison with the case of ideal chains (see Fig. 2). The deple-
tion force is unity.

Both approximations for wide, as well as for narrow slits
suggest the depletion effect to be stronger in the case of
excluded volume interactions than for ideal polymer chains
(see Fig. 2).

(6.9)

C. Two inert walls

In order to obtain the renormalized total susceptibility for
a system confined by two parallel inert walls we have to
apply the surface renormalization scheme suggested by [17]
for both surfaces at their surface critical point cf(‘)’ . Starting
from Eq. (6.1) we obtain for the renormalized total suscep-
tibility:

1 1
A L= F(an—z—ln(l —e_z”“L)). (6.10)
w2 2u

The surface contribution has already been presented in Eq.
(6.6). Let us consider the asymptotic expansion for wide slits
uL> 1. Taking into account the surface [Eq. (6.6)] and bulk
contributions, the result for the depletion interaction poten-
tial becomes

O(y) = =2 —y erfc(\2y). (6.11)

This function and its derivative for the force are plotted in
Fig. 3.
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FIG. 4. The functions ®(y) and I'(y) for two repulsive walls in comparison to [14].

It is obvious that only the wide slit approximation can be
applied here since the usual argument for the narrow slit
approximation is no more valid and w does not necessarily
vanish.

Interestingly, the depletion force turns out to be positive
and the walls are repelled from each other. It means that
polymer chains like to stay in between the slit rather than
leave it. Thus, the chains gain enough energy from attractive
interactions on the walls, which forces them to exert their
loss of entropy (due to the confinement) onto walls instead of
leaving the slit.

It is very instructive to have a more general look on the
terms appearing in the free energy of interaction. If we now
take into account new normalization conditions for surface-
enhancement constants for slit geometry [see Egs.
(4.6)—(4.10)], which assume that we have big, but finite wall
separation L, the df can be written as

oSS = se;

; In(1 — ¢72#L)
Of =2IL o pep\| ——5— — .
x W

) - IL,MHR}%/Z( 2,u3
(6.12)

Here 6¢575 is the surface-enhancement constant shift for the
slit geometry which appears in the case of finite walls sepa-
ration and Jc; is the surface-enhancement constant shift in
the case of infinite walls separation. In the presented ap-
proach the same renormalization of critical values ¢/ was
used and equally the same shifts to the renormalized values
were obtained. So the first term on the rhs just disappeared
on the assumption that the surface-enhancement constant
shift on one surface is not affected by the presence of the
second one.

In fact, this assumption could be doubted and an addi-
tional shift through the influence of the second wall (a cou-
pling effect between two walls) may appear. Since the inter-
action potential itself is purely local, such coupling effect can
only be mediated through chain conformations. As a result,
the number density of monomers near the walls might differ
in comparison with a semi-infinite constraint, and also the
shift of the critical point (due to excluded volume interac-
tions) can change. As already proposed in [33] this in turn
would require a different renormalization scheme for the sur-
face critical point, where this coupling effect is to be taken
into account. The results of calculations for a slightly modi-

fied surface renormalization scheme which takes into ac-
count the finite surface separation L are introduced at Appen-
dix C and are presented in Fig. 3 as well. It should be
mentioned that in accordance with this it will be useful to
extend in the future the present calculations up to the next
two-loop order approximation of renormalized perturbation
theory.

VII. COMPARISON TO PREVIOUS WORK
A. Theoretical approach

As was mentioned in the introduction, a remarkable
progress in the investigation of the influence of EVI on the
depletion interaction and depletion force between two repul-
sive walls was achieved by [13,14] via using the dimension-
ally regularized continuum version of the field theory with
minimal subtraction of poles in e=4—d, where d is dimen-
sionality of space. Figure 4 presents the comparison of our
results obtained within the framework of massive field
theory at fixed dimensions d=3 for the case of two repulsive
walls and results obtained in [14].

The results obtained within the framework of both ana-
lytical methods are in quantitative agreement. But one notes
that the reduction in the depletion effect due to excluded
volume interactions is weaker within the massive field ap-
proach as compared to an e expansion in one-loop order. It
should be noted that we extended our results up to the next
e 2L order. This allowed us to obtain good matching with
approximating results in the narrow slit limit [see Figs. 1 and
2 for 6(y)].

B. Simulations

One of the possibilities to test the reliability of the ob-
tained analytical results is to compare them with the results
obtained by Monte Carlo simulations. In this section we
compare our results with the results of MC calculations ob-
tained by [19,20] for the single polymer chain trapped inside
the slit of two repulsive walls, which corresponds to a ca-
nonical ensemble. The canonical free energy can be obtained
via the Legendre transform from the grand canonical one in
the thermodynamic limit (N,V—°) in the form

F(N) = Q[u(N)]+ w(N)N,,
with ) from Eq. (3.8).

(7.1)
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Thus, the reduced canonical force for the one polymer
chain N;=1 can be written as its dimensionless counterpart:

(7.2)

It should be mentioned that both Monte Carlo algorithms
(see [19,20]) differ very much from each other in the range
of analyzed slit widths and chain lengths of the simulated
polymers. In [19] an off-lattice bead and spring model for the
self-avoiding polymer chain in d=3 dimensions trapped be-
tween two parallel repulsive walls at distance D has been
studied by Monte Carlo methods using chain lengths up to
N =512 (number of monomers in the chain) and distances D
from 4 to 32 (in units of the maximum spring extension). It
was stated that the total force K exerted on the walls is re-
pulsive and diverges for the case of narrow slit as

kT \R,)

(7.3)

where R, is the radius of gyration of the polymer chain in
unrestricted geometry.

In Ref. [20] the lattice Monte Carlo algorithm on a regular
cubic lattice in three dimensions, with D lattice units in z
direction and impenetrable boundaries was applied. The
other directions obeyed periodic boundary conditions. The
proposed MC simulations [20] are based on the analytical
result obtained by [13] for the scaling behavior of partition
function for a chain confined to the slit geometry of width D:

Z(D) = (pp, + aD™V") NNV D (7 .4)

for N,D—o, but D<<N", where u.. is the critical fugacity
per monomer and 7, is the universal exponent [see Eq. (2.1)]
dependent on the space dimension d and the parameter a is a
universal amplitude. The critical fugacity means the aver-
aged inverse number of possible steps at each site. In [20]
universal amplitudes and exponents for the partition function
of the chain trapped in the slit with respect to that of a free
chain have been obtained through analyzing the statistics for
different D and number of chain monomers up to N
=280 000. Also both cases of ideal chains [modeled as a
simple random walk (RW)] and chains with excluded vol-
ume interactions [modeled via self-avoiding walks (SAWs)]
have been studied. In the case of an ordinary random walk
on a regular cubic lattice in three dimensions one has obvi-
ously ,um=é and y,.;=1. In the case of SAW on such a
lattice it is clear that at least u.,= é From Eq. (7.4) one may
obtain the force exerted onto the walls in units of kzT as

~ d
In the limit (D<<N*, N,D — ) K becomes
~ N
K= kBT( —aD‘H“’> . (7.6)
Voo

One should note that all functions here are in terms of di-
mensionless length scales, the number of lattice sites (D and
N). In order to compare with our results, it must be translated
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FIG. 5. Comparison of our theoretical results with Monte Carlo
simulations for a frapped chain between two repulsive walls. The
plots Ideal chain (exact) and EVI (wide slit) represent the results of
our calculations. RW (MC) and the first SAW (MC) are due to the
estimated asymptotic behavior in the narrow slit limit by [20] for
random walks and self avoiding walks. The second SAW (MC) are
the results obtained by [19].

into terms of L and R,. Apparently L=uD, with u denoting
the lattice spacing, and the reduced dimensionless force

reads as
k @ a (£>1/2V3<£)—1/V3
kgT vy Xﬁ R, ’

where we take into account the general relation (e.g., [21]):

(7.7)

5 b2N2V3

2 _
Rg_X3 6

(7.8)

in d=3 dimensions. Parameter b denotes the (effective) seg-
ment length of the polymer model under consideration. In
the case of RW and SAW on the cubic lattice one has simply
b=u because the segment length in these models is naturally
provided by the lattice parameter u. In [20] the universal
amplitude a for the case of ideal chains was found as a
=~().2741, which is very close to the exact value, computed
analytically in [13], of a=7?/36. Taking into account that for
the ideal chain v=0.5, y,=1, and Mw:% the force becomes

-2
kid:2ﬂl<£) .
RS

In Fig. 5 this asymptotic behavior for narrow slits is clearly
recovered by our results for ideal chains, where the narrow
slit limit is valid. By contrast, for a SAW in Ref. [20] the
value a=0.448 was suggested. Taking into account the val-
ues for v=0.588, x3=~0.958 [21], and w.,,~0.2135 the re-
duced force can be written as

(7.9)

L \-17
Ko = 16.95(—) . (7.10)

R,
Result (7.10) is presented in Fig. 5 in its regime of validity
and compared to our theoretical results for a trapped chain
with EVI, which are valid for the wide slit regime. As it
easily can be seen from Fig. 5, result (7.10) corresponds very
well to our predictions in the wide slit limit. Also, in Fig. 5
the results obtained by the authors of Ref. [19] are plotted
and one notes a qualitative agreement with our predictions.
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One of the possible reasons for remaining deviations with the
results of Ref. [19] is that the chain in the MC simulation is
too short in order to compare with the results of the field-
theoretical RG group approach. It should be noted that at the
moment no simulations concerning two inert walls or one
inert—one repulsive wall exist.

C. Experiment

In Ref. [5] an experimental study of the depletion effect
between a spherical colloidal particle immersed in the dilute
solution of nonionic linear polymer chains and the wall of
the container through total internal reflection microscopy
was analyzed. Using the Derjaguin [7] approximation we
could compare our theoretical results with experimental data
in the case when the radius of the spherical colloid particle R
is much larger than the radius of gyration R, and the closest
distance a between the particle and the surface. The devia-
tion of the experimental setup from the presented theoretical
approach is connected with the fact that the second wall is
not plane but curved. Summing up, the depletion potential
per volume unit for the case of two plane surfaces in the
margins of the curved volume allows us to estimate the
depletion effects in the case of a sphere and a wall. In the
experiment by [5] the radius of gyration was measured as
R,=0.101 wm and the colloidal particle was reported to
have the radius R=1.5 um. A straightforward application of
the Derjaguin [7] approximation yields

¢ (Cl) (a+R)/R,
—E T =0k} f dy(R+a=Ry)O0),
npkhT alR,

(7.11)

with a as the minimal distance between the sphere and the
wall. Since in the range of y the last two terms in the paren-
thesis are much smaller in comparison with the first one, we
can assume that

Pael@) _ g j  ae0). (7.12)

npka alR,
The experimental data in comparison with our theoretical
prediction are plotted in Fig. 6. It should be mentioned that
our results obtained within the framework of the massive
field theory approach are situated slightly closer to the ex-
perimental data than previous theoretical results obtained
within the framework of the dimensionally regularized con-
tinuum version of the field theory with minimal subtraction
of poles in e=4-d [14]. Unfortunately, this shift is not
enough in order to obtain quantitative agreement with the
experimental data. But the obtained theoretical curves in Fig.
6 are in qualitative agreement with the experimental data.
The quantitative discrepancy can be removed if we use the
radius of gyration as adjusting parameter by analogy as it
was done in [14]. On the other hand, this indicates the im-
portance of further theoretical investigations of the depletion
interaction potential and the depletion force in the crossover
region from wide to narrow slit.
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FIG. 6. Comparison of approximated theoretical results with
experimental observation due to [5].

VIII. CONCLUSIONS

Using the massive field theory approach directly at fixed
dimensions d=3 we calculated the depletion interaction po-
tential and the depletion force between two repulsive, two
inert, and one repulsive and one inert walls confining the
dilute solution of long flexible polymer chains. The obtained
calculations for all cases of polymer-surface interactions
were performed for the ideal chain and the real polymer
chain with EVI in the wide slit regime. Besides, we used
some assumptions which allowed us to estimate the deple-
tion interaction potential in the region of narrow slit. Our
results have been obtained up to the next =L order in com-
parison with the results of e expansion [14]. Our investiga-
tions include the modification of renormalization scheme for
the case of two inert walls (or mixed walls) situated on big
but finite distance L with L= R, such that the polymer chain
is still not deformed too much from its original size in the
bulk. In this respect it will be useful to extend in the future
the present calculations up to the next two-loop order of
renormalized perturbation theory. The obtained results indi-
cate that the reduction in the depletion effect due to EVI is
weaker within the massive field theory approach as com-
pared to the dimensionally regularized continuum version of
the field theory with minimal subtraction of poles in e=4
—d [14]. We found very good agreement with Monte Carlo
simulation data [19,20] for the case of two repulsive walls.
Taking into account the Derjaguin approximation we ob-
tained good qualitative agreement with the experimental data
[5] for the depletion potential between the spherical colloidal
particle of big radius and repulsive wall. From the compari-
son of obtained theoretical results and experimental data we
can see that the results obtained within the framework of the
massive field theory are situated slightly closer to experi-
mental data. But this shift is not enough in order to obtain
good quantitative agreement with the experiment. One of the
possible ways to find a good agreement could be connected
with further theoretical investigation of crossover region
from wide to narrow slit and taking into account additional
corrections to the Derjaguin approximation.
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POLYMER CHAINS IN CONFINED GEOMETRIES.:...

APPENDIX A: THE FREE PROPAGATORS FOR
DIFFERENT BOUNDARY CONDITIONS

In the case of Dirichlet-Dirichlet boundary conditions
¢y/m— e and c,/m— < the free propagator in the slit geom-
etry has a form

~ 1 ,
Glll-),D(p’Z’Z/ ;,LL(),L) — 5 (eKL _ e—KL)—l(eK(L—\Z—Z D
K

+ e—K(L—\z—z'\) _ eK(L—z—z/) _ e—K(L—Z—Z')),
(A1)

and the corresponding half-space Dirichlet propagator is

~ 1 ! ’
Gris(P,2,2"s o) = (e | @) (A2)

In the case of Neumann-Neumann boundary conditions
¢y/m—0 and ¢,/m— 0 the free propagator in the slit geom-
etry is written as

- 1 :
G (P22 s o L) = (e = e ) e

+ e—K(L—\z—z’I) + eK(L—z—z') + e—K(L—z—z/))
9

(A3)

and the corresponding half-space Neumann propagator is

~ 1 ’ ’
Ghis(p.2,2's10) = (™l ). (Ad)
K

The free propagator for the mixed Dirichlet-Neumann
boundary conditions ¢;/m—® and ¢,/m—0 in the slit ge-
ometry has a form

~ 1 oz
GP (P22 st L) = (e 4 ey ot

_ e—K(L—\z—z/\) + g—K(L—z—z/) _ eK(L—z—z'))‘

(A5)

APPENDIX B: THE SURFACE CONTRIBUTIONS

To calculate the function Y defined in Eq. (3.13), we need
the free propagator for a semi-infinite system confined by a
surface at z=0. This free full propagator has form [17]

él(.jz;ls(p,p’,z,zr ;/J’()’C())
=(zw)d_laija(p-i-p,)éHS(p’Z’Z,’IU’O?CO)v (Bl)

with

Ko~ COC—KO(ZH')) ,

~ 1 ,
GHS(psZaZ,,,U«(),CO) = — e—Ko‘Z—z \+
2k Ko+ Cq

0
(B2)

—
where xo=\p>+ ;.
In the zero-loop order we have
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1 C;
i=_3 . (B3)
Mt

In one-loop order the calculation for Dirichlet boundary con-
ditions on the surface (or -~ — ) yields after renormalization
in fixed dimensions d=3

1 2.9
YD=—(1—"+ 171n—>. (B4)

And for Neumann boundary conditions (c=0) after renor-
malization we obtain

U 1\n+2
Y= %(mz_ —)” : (BS)
o 2/n+38

where we introduced rescaled renormalized coupling con-
stant 0 in the form 0’ =%l(%%%v. The correspondent fixed

point in one-loop order approximation is 0*=1.

APPENDIX C: THE CASE OF FINITE SLIT SEPARATION
FOR TWO INERT WALLS

Taking into account the new ¢} ™ [see Eq. (4.9)] we can
calculate 8f in accordance with Eq. (6.12) for the case of big
but finite slit separation L. We obtain

( zA(S—S) e—Z,uL)

Of=1IL . —F + . Cl1

f W—R22 i 20 (C1)
After substitution of A~ from Eq. (4.10) the result for &f
is

1
5f2_1£ 2*>R2/2{<_L+CE+71H2_6+IH/VLL
X 22

—2ulL

_ *LEj(— 4 ,uL)) ¢

i (C2)

If we carry out the inverse Laplace transform, the result for
O(y) in the wide slit limit is

Cp+7In2-7 2
O(y) = - %( \/je_Z»"2 -2y erfc(\Ey))
T

1 = y 6_2\;
- Eerfe(va) - ZIETAI/Z)Q(Wh”')

Y 2 . [~
+ Ezﬁrﬂl/zﬁ EEI(—“-\/T) . (C3)
In contrast to Eq. (6.11), this expression is indeed negative.
Thus, if we perform calculations for the depletion interaction
potential and the depletion force including big but finite slit
separation L we obtain that force in the case of two inert
walls changes character and becomes attractive. In Fig. 3 the
depletion interaction potential and the depletion force ob-
tained in the framework of this alternative renormalization
scheme with &c;, are plotted in comparison with the results
obtained via the original renormalization using &c,,,,;. Here
we introduced for convenience the following notations:

8¢ gmi=6c; and 8¢y 5= ey, with i=1,2.

041802-13



D. ROMEIS AND Z. USATENKO

[1] H. B. G. Casimir, Proc. K. Ned. Acad. Wet. 51, 793 (19438).
[2] M. E. Fisher and P. G. de Gennes, C. R. Acad. Sci. Ser. B 287,
207 (1978).
[3] C. Hertlein, L. Helden, A. Gambassi, S. Dietrich, and C. Bech-
inger, Nature (London) 451, 172 (2008).
[4] Y. N. Ohshima, H. Sakagami, K. Okumoto, A. Tokoyoda, T.
Igarashi, K. B. Shintaku, S. Toride, H. Sekino, K. Kabuto, and
I. Nishio, Phys. Rev. Lett. 78, 3963 (1997).
[5] D. Rudhardt, C. Bechinger, and P. Leiderer, Phys. Rev. Lett.
81, 1330 (1998).
[6] R. Verma, J. C. Crocker, T. C. Lubensky, and A. G. Yodh,
Phys. Rev. Lett. 81, 4004 (1998).
[7] B. V. Derjaguin, Kolloid-Z. 69, 155 (1934).
[8] S. Asakura and F. Oosawa, J. Chem. Phys. 22, 1255 (1954).
[9] S. Asakura and F. Oosawa, J. Polym. Sci. 33, 183 (1958).
[10] J. E. Joanny, L. Leibler, and P. G. de Gennes, J. Polym. Sci.,
Polym. Phys. Ed. 17, 1073 (1979).
[11] P. G. de Gennes, C. R. Seances Acad. Sci., Ser. B 288, 359
(1979).
[12] T. Odijk, Macromolecules 29, 1842 (1996); J. Chem. Phys.
106, 3402 (1997).
[13] E. Eisenriegler, Phys. Rev. E 55, 3116 (1997).
[14] F. Schlesener, A. Hanke, R. Klimpel, and S. Dietrich, Phys.
Rev. E 63, 041803 (2001).
[15] G. Parisi, J. Stat. Phys. 23, 49 (1980).
[16] G. Parisi, Statistical Field Theory (Addison-Wesley, Redwood
City, 1988).
[17] H. W. Diehl and M. Shpot, Nucl. Phys. B 528, 595 (1998).
[18] Z. Usatenko, J. Stat. Mech.: Theory Exp. (2006) P03009.
[19] A. Milchev and K. Binder, Eur. Phys. J. B 3, 477 (1998); 13,

PHYSICAL REVIEW E 80, 041802 (2009)

607 (2000).

[20] H.-P. Hsu and P. Grasberger, J. Chem. Phys. 120, 2034 (2004).

[21] J. des Cloizeaux and G. Jannink, Polymers in Solution (Clar-
endon Press, Oxford, 1990).

[22] L. Schifer, Excluded Volume Effects in Polymer Solutions as
Explained by the Renormalization Group (Springer, Heidel-
berg, 1998).

[23] P. G. de Gennes, Phys. Lett. A 38, 339 (1972); Scaling Con-
cepts in Polymer Physics (Cornell University Press, Ithaca,
NY, 1979).

[24] H. W. Diehl and S. Dietrich, Z. Phys. B 42, 65 (1981).

[25] H. W. Diehl, in Phase Transitions and Critical Phenomena,
edited by C. Domb and J. L. Lebowitz (Academic Press, Lon-
don, 1986), Vol. 10, pp. 75-267.

[26] E. Eisenriegler, Polymers Near Surfaces (World Scientific,
Singapore, 1993).

[27] M. Krech and S. Dietrich, Phys. Rev. A 46, 1886 (1992).

[28] E. Brézin, J. C. Le Guillou, and J. Zinn-Justin, in Phase Tran-
sitions and Critical Phenomena, edited by C. Domb and M. S.
Green (Academic Press, London, 1976), Vol. 6, p. 125.

[29] D. J. Amit, Field Theory, The Renormalization Group and
Critical Phenomena (World Scientific, Singapore, 1984).

[30] J. Zinn-Justin, Euclidean Field Theory and Critical Phenom-
ena (Oxford University Press, New York, 1989).

[31] C. Itzykson and J.-M. Drouffe, Statistical Field Theory (Cam-
bridge University Press, Cambridge, 1989), Vol. 1.

[32] L. S. Gradshteyn and I. M. Ryzhik, Table of Integrals, Series,
and Products (Elsevier, New York, 2007).

[33] D. Griineberg and H. W. Diehl, Phys. Rev. B 77, 115409
(2008).

041802-14



