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Density profiles around nanoparticles and distant perturbations
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We investigate how density profiles around a spherical nanoparticle in a critical solvent are affected
by distant perturbations such as a wall or other particles. Using a new type of “fusion expansion,”
we evaluate the isotropic and anisotropic changes in the densities at distances r from the sphere
center which are of the order of the sphere radius R, with both R and r much smaller than the
correlation length and the distance between the sphere and the perturbations. Our results bridge the
gap between the changes in the region 0 <r—R<<R close to the sphere surface that determine the
local pressure and force on the spherical particle and in the more distant region R <<r where the
“small sphere expansion” applies. Applications to particles in critical binary liquid mixtures and in
solutions of long, flexible nonadsorbing polymers are considered. © 2009 American Institute of

Physics. [DOI: 10.1063/1.3091939]

I. INTRODUCTION

In a critical system the correlation length ¢ is large and
local perturbations lead to long ranged effects. For example,
two colloidal particles immersed in a critical solvent experi-
ence a long-ranged interaction.' Intimately related is the
change or correction of density profiles near one particle due
to the presence of the other distant particle.

Fisher and de Gennes® investigated the correction of the
critical adsorption profile near a planar wall due to another
wall. The parallel wall geometry is closely related to par-
ticles that are much larger than the surface-to-surface sepa-
ration between them.

Here we consider a spherical particle S centered at r,
with a radius R that is much smaller than both & and the
closest separation D of r,. from the distant particle or wall, a
situation first addressed by de Gennes™* and shown in Fig. 1,
and we evaluate the corrections of its density profiles at dis-
tances r from r, that are of the order of R. The results are
detail independent, i.e., “universal” if R and the distance
r—R from the surface of § are large on a microscopic scale.
We explicitly determine the leading corrections that are iso-
tropic and anisotropic about r. and relate the latter to the
force on the particle S. In the following we refer to S, with
mesoscopic radius R much smaller than D and &, as a “nano-
particle.”

For density profiles near a planar wall, the corrections
and their relation”® to the force” on the wall are conve-
niently investigated by using an expansion for the density
operator in terms of boundary operators.9 In the nanoparticle
case we view the combination of the density operator and the
nearby particle S as a small object and expand it in terms of
bulk operators10 and their derivatives. Besides density profile
corrections, we also discuss correlation functions of densi-
ties, where one density is close to the sphere S.

With applications to critical adsorption of binary liquid
L31L12 3in mind, we study

mixtures and polymer depletion‘"1
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spheres with both “normal” and “ordinary” surfaces which
break and conserve the order parameter symmetry,9 respec-
tively, and we consider order parameter and energy densities
¢ and €. For simplicity, we assume that the bulk of the em-
bedding critical system is in the nonordered state with con-
served order parameter symmetry so that (), vanishes.

Il. DENSITY CORRECTIONS DUE
TO DISTANT PERTURBATIONS

Since R and r are much smaller than other mesoscopic
lengths, one may “fuse” the density operator )=¢ or € at
r.+r with the sphere S centered at r, into a pointlike object
located at r,, which can be represented by a series of opera-
tors and their derivatives. Denoting the surface universality
class (normal or ordinary) of S by a, the lowest order terms
of this series are given by

FrORrr)= 2 {A;‘M(R,r)

X=¢.€

~ d I~
+A;w(ze,r)r;})Arc)/\'BX eRY

with universal amplitude functions
(A(w,a)(R ) ;l(w,a)(R )) = RSy ~u| 1 l i X(a)( )
x T A R T = KOy S ay )Y
x a4y
(2.2)

and

(o

The functions X in Eq. (2.2) follow from the two-point cu-
mulants (- x) = (x)—(){x) in the half space (hs) with sur-
face class a, at the critical point, where'

(2.3)

© 2009 American Institute of Physics
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FIG. 1. Spherical particle S with center at a distance D from a planar wall P.
We consider the case in which the particle radius R is much smaller than D
and the correlation length & and study the density profiles induced by S and
P at distances r= \r| from the particle center which are of the order of R, i.e.,
for R, r<D, &

() - X )@ = VBB (2ry ) U2ry, )

(a) Aryirag )
XX"”X<|r1—r2|2 ) (2.4)
Here r;, is the component of r; perpendicular to the
planar boundary of the half space and x, and B, denote the
scaling dimensions of the operators ¢ and the nonuniversal
amplitudes that appear in the corresponding bulk functions
((r ) (r))pux=Bylr;—r5>%.  The mixed function
XEZ’)E(y) =X(§;(y) only appears for the symmetry breaking sur-
face a=normal and the term for y # ¢ in Eq. (2.1) vanishes
for an ordinary surface.

Besides the anisotropic term in Eq. (2.1), which is of
order x,—x,+1 in the small lengths R and r and is odd in r,
there are also anisotropic terms in the fusion which are even
in r such as X (P drgdrg)x(ry) and i Ti(r,).
Here T), is the stress tensor = whose scaling dimension
equals the spatial dimension d. Since their amplitude func-
tions contain prefactors R and R%>~*s, respectively, they
are of order xX—x¢+2 and d—xw in the small lengths. Thus,
they lead, in general, to smaller contributions than the odd
anisotropy and except in Appendix A 2 we shall disregard
them.

We now consider two applications. (i) The correction

(r. + 1')>s,P —((r.+1))s = Sp(Yr.+1))g (2.5)

of the density ()¢ due to a wall or particle P with closest
separation D from r, tends to

Sp{th(x, + 1)) g/ By, — (FHD) = (FI),

~ J
— (.a) (a), _“
= 2 {.AX +AX rﬁr }

xX=¢.€ c

X 3p(X(X.)pur/ VB (2.6)
as D and ¢ become much larger than R and r. Here
Sp{ X buic = X p—{X)puic coOntains averages where S is absent.
(i) For multipoint averages with operators O; at points in the
space outside S and P, a similar reduction,10
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[(O(r)) ... O, (r,) (r. + r))S,P
—(O4(ry) .. O, (5,5 p{tr. +1))s pIVB,,
- <Ol(rl) R On(rn)f(lp’u)>P

- <Ol(r1) cee On(rn)>P<f(¢,a)>P’ (27)

applies as D, & and |r;-r,|,...,|r,—r. become much larger
than R and r. This relation is nontrivial even in the absence
of P, where { ) p={ pui.- On the right-hand sides of Egs. (2.6)
and (2.7) the derivatives d/dr, of (x(r.))p and
(Oi(r))...0,(r,)x(r.))p are evaluated at fixed positions of
the walls or particles P and at fixed ry,...,r,.

The above case of both R and r small should be distin-
guished from the case where R is the only small mesoscopic
length, so that the “small sphere expansion” applies16 to S.
For the Boltzmann weight of a sphere S with surface class a,
radius R, and center at r, this expansion reads

expl-AH (Rir)]*1+0, o=04+0.+ ...,

(2.8)
oy =(AYIB)RW(r,),

see Refs. 17-19. Here A(;) is the amplitude of the profile
((r l))ﬁ? =A(l;/')(2r )™ in the half space at the critical point
and with surface class a. The amplitude A, vanishes in the
ordinary case of free surface spins and is positive (negative)
for a normal surface +(—) with surface spins fixed in the
positive (negative) spin direction. Here we consider the Ising
model describing critical adsorption of binary fluid
mixtures.”' The amplitude A is positive for an ordinary and
negative for a normal surface, since ordinary and normal
surfaces of free and fixed spins induce disorder and order,
respectively, of the spins in the half space.

Using the small sphere expansion for a small distant
spherical particle P converts Eq. (2.6) to the form of Eq.
(2.7), with n=1 and P absent.

For a=normal the leading contribution from the distant
perturbations to the quantities in Eq. (2.6) or (2.7) is pro-
vided by x=¢ in the sum of Eq. (2.1) if (¢)p or
(O,...0,,¢)p are nonvanishing and by y=e otherwise. For
= and (p)p=0 and for =€ and {¢p)p # 0 the nondiagonal
scaling function Xﬁfmal) provides the leading contribution in
Eq. (2.6).

A. Simple examples

Here we recall some known results and show that they
obey the fusion relations (2.1)—(2.7).

(1) First we check Eq. (2.7) for the two-point cumulant
outside S with P absent and the bulk right at the criti-
cal point. Assuming that O, is equal to ¢ or €, the
form

(O4(r) - Yfr.+1))g\B,,
R X1
=./B _ Rvy) v
01<|r1—l‘c|2—R2) ( y)

|rl - rc|2 - Rz)

2.9
" (2:9)

><X(;)01<y
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(ii)
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of the left-hand side of Eq. (2.7) follows® from a
conformal transformation from the two-point cumu-
lant in the half space given in Eq. (2.4). Since
(¢ €)pux vanishes, only y=0, contributes to the
right-hand side of (2.7), which is given by

(Oy(ry) - fw”a)>bu1k

(2.10)

and contains the leading and next to leading orders
«|r-r 7 and «|r;-r 717! of Eq. (2.9). Here x,
is the scaling dimension of O,.

To show that the fusion (2.1)—(2.4) of ¢ with S also
applies away from the critical point, we consider Eq.
(2.7) for the order-parameter two-point function in the
Gaussian model of Appendix A 1 outside a sphere S
with an ordinary surface and center at r.=0. This has
the form”!

(p(r) (r))s/By= 2~y (t,R,r)2(a+1)
=0

X C{(cos 97K ui(t2r) (2.11)
for r<r,. Here a=(d-2)/2 equals x4 and depends on
the spatial dimension d,

=Lt (127) = (L (P RYIK i (1P R)IK o (1'21),
(2.12)

where #'? is proportional to the inverse correlation

length 1/, 1§ is the angle between r and r;, and Cga),
I,, and K, are Gegenbauer polynomials and modified
Bessel functions. Since both the bulk and the bound-
ary condition preserve the symmetry of the order pa-
rameter, (p)g vanishes and (PpP)s=(¢p- ¢)s. For R, r
<r 1> g

(tllzr/z)a+l (R>2(a+l)

| 1-|— , 2.13
n MNa+I1+1) r ( )
and the leading isotropic and anisotropic

r-dependence is determined by the term /=0 and [
=1, respectively. This yields

(é(r)) p(r))s/B gy — {A(f’ord)Ka(tl/zrl)

+ .Zlgb"l”ord)tmr(cos DK 4y (120}
X (t"21r) 2T (a)

_ (¢pord) | F(p.ord) i
= { Ay A r or }
X(pr) dr)pun/Bylr =0, (2.14)

with the amplitudes

(iii)

(iv)
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Ao = 1= (R/r)X e,

(2.15)

(R/r)2a Z(gs»ord) —

Since these amplitudes also follow via Eq. (2.2) from
the half-space scaling function

Xy () =yl = (1+y)7]

of the Gaussian model at the critical point, Eq. (2.14)
is consistent with the fusion equation (2.7) for n=1
with O;=¢=¢ in the absence of the perturbation P.
Here the form (2.1) of F(#°9 and the vanishing of
A((;’md) and .Zli;"rd) have been used.

Next consider the two-point cumulant of the energy
density ex—¢? outside the Dirichlet sphere in the
Gaussian model*

(e(r)) - €(r)g/Be=(¢*(r)) - ¢*(r))5/ By
= ((¢(r1)¢(r))5/B¢)2,

which is simply the square of the expression in Eq.
(2.11). Tts leading isotropic and anisotropic r-behavior
follows from the square of Eq. (2.14), on discarding
the square of the derivative term, so that

(2.16)

(2.17)

~ d
(e(r)) - e(r))s/B.— {A(:"”d) + Afﬁf%a—}
r.

X(e(ry) - €(rc)>bulk/Bs|rc=09 (2.18)
where

A(e ord) _

A(:,ord) — (Asﬁd),ord)){ (s A((/z ord) JZE;iz,ord).

(2.19)

The amplitudes A(:’()rd) and .Zl(:’ord) are also obtained
via Eq. (2.2) from the scaling function

X9 = (X5 () P (2.20)

at the critical point, and Eq. (2.18) is consistent with
Eq. (2.7).

For a weak perturbation P such as a defect plane,
where

5P<¢>S=H01f dd_ll'1||<01(l'l) . ¢>S (221)
and
5P<X>bulk:H01f Ay (O1(r) - XDbu (2.22)

to first order in the weak defect strength Hop,. For
O,=¢ the perturbation induces local order Sp{P)pux
#0 in the nonordered bulk (¢),,=0, and for
O,=€and H.>0 it increases the energy locally since
Sp{€)puic > 0. In the framework of the Ising model, the
two types of defect planes are weak versions of a
normal and an ordinary planar surface of fixed and
free spins, respectively. For the defect planes the form
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(2.6) of the density corrections follows from the rela-
tions (2.7) with n=1, considered above, by simple
integration over ry. A derivation of Eq. (2.6) for
strong perturbations P will be given in Sec. IV.

(v)  Examples of Eq. (2.7) for n>1 and for nonvanishing
perturbations P in the Gaussian and d=2 Ising models
are considered in Appendix A.

lll. CORRECTIONS CLOSE TO AND FAR
FROM THE PARTICLE SURFACE

The expression (2.6) or (2.7) for densities at a distance r
from the sphere center are valid for r of the order of R,
including the limits |[r—R|<R and R<r, i.e., close to and far
from the sphere surface, as long as r and R are much smaller
than ¢ and the distances to the perturbations. In this section
we discuss the behavior in the two limits which are deter-
mined by “boundary operator expansions”9 and small sphere
expansions,17 respectively.

A. Corrections close to the surface and the force
onto the particle

In the parallel plate geometry of Fisher and de Gennes
the form of the distant wall correction® of the density profiles
and its relation®® to the force between plates only apply to
the combinations

(h.a) = (e,0rd), (¢, ),(€, *)

of the density ¢ and the surface class a of the close wall.
Here we have used the notation introduced below Eq. (2.8).
This can be understood in terms of a boundary operator ex-
pansion of ¢ near a planar wall of class a,%” since for Eq.
(3.1) the leading boundary operator is the diagonal compo-
nent normal to the surface 7, of the stress tensor and since
its surface-integrated thermal average is related to the force.
This also applies to an operator expansion close to the
curved boundary of S. Here we use Eq. (2.6) to evaluate the
correction of (i) close to the surface of the nanosphere for
the combinations (3.1) and relate its surface-integrated aniso-
tropic part to the force f that the perturbation P exerts onto
the sphere S. The latter is obtained as the derivative —3d/dr,
of the free energy —kzT In{exp(-AH,))p following from the
small sphere expansion (2.8) with the result'’

(3.1)

f AY

= RN ——(x(r.)p

= (3.2)
kg B,  dr,

to leading order in R. Here y=¢€ for a=ord. For a=norm,
x=¢ if (¢)p is nonvanishing, and y=e otherwise.

Using the boundary operator expansion6’9 near the pla-
nar surface,

lry L.ryy) ZAEZI)(erL)_xM'[l _-xz//C(a)r(llLTnn(rl 1 —0,ry)

+...] (3.3)
for the half-space functions in Eq. (2.4) yields
X0 — BYANY y—0 (3.4)

with
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B = (APNBx,C2, 9 = (AVNB x .
(3.5)

Equations (2.1), (2.2), and (2.6) then lead to the profile cor-
rection

5P<¢>S/V”B_¢:_> 2(r- R))d_x‘/’,BE;f)Ts,p, [<r—-R<R,
(3.6)

23
where

d o =
Top= Yg(a)RxX_d{l + _ra_} X/ VB, r=R
X=.€ x Ofe

(3.7)

is independent of . Here / denotes microscopic lengths and
Q,=27"?/T(d/2) is the surface area of a sphere of radius 1.
The amplitude C“ depends on a in general, but for a=* is
the same for /= ¢ or €. Numerical estimates are given in the
two papers of Ref. 8. In d=2, CW=4m7/c is independents’6 of
a and is completely determined by the conformal charge c,
which is a bulk quantity and equals 1/2 for the Ising model.
As noted in the paragraph above Sec. Il A, for the energy
density near a normal sphere and a symmetry breaking per-
turbation {¢)p #0, it is the nondiagonal contribution y=¢
that dominates the correction Jp(€)s.
The relation to the force is provided by the integral

f
ds e
f Ts,p — kg T

over the surface, which tends to f in Eq. (3.2). Here the
vectorial surface element dS points away from the sphere
center, and we have used that R[dS(r,/r) equals R‘Q,5,/d.

For P the planar boundary of the half space —o<r
<D with the sphere center at | =0, as shown in Fig. 1, and
the bulk system right at the critical point,

(3.8)

r J r\ AY
(LX_X;C)gPO((rc»bulk: (1’5)(75)X7x’ (3.9)

and Eq. (3.7) yields

[ — r
Tp= 2 v@(A(Xb)/vBX)(2D)-XxR"x-d{1+d5i}, r=R.
X=o.€

(3.10)

Here b is the surface class of the wall P. This should be
compared with the parallel plate ge:ometry,s’8 where walls W
and P with surface classes a and b are located at », =0 and
r, =D, and where the profile correction for 0<r, <D is
given by

o —X a
Sp{ywINBy— (2r ) ‘/’,BE/,)TW,P,

2
where?

(3.11)

Twp=—(d=1)A,, D (3.12)

is the Casimir force per unit area and k3T on the wall W due
to the presence of P.
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The behavior of Sp(i)s and Sp{ih)yy is qualitatively simi-
lar. In particular, for a given pair (a,b) of surface classes, the
signs

SgN T p=SgN Ty p (3.13)

are the same. For equal classes a=b=+,— or “ord,” the signs
are +1, and for the unequal classes (a,b)=(+,-), (—,+),
(*, ord), or (ord, =), the signs are —1. Since the anisotropic
term o7 in Eq. (3.10) strengthens (weakens) the isotropic
effect on the side of the sphere which is closer to (farther
from) the perturbing planar wall P, for a given pair (a,b) the
forces on S in Eq. (3.8) and on W in Eq. (3.12) also have the
same sign, both pointing either toward or away from P, i.e.,
in both cases an attractive or repulsive interaction for equal
or unequal surface classes, respectively.

However, other important features are different. In con-
trast to the case of parallel plates, in which only the ampli-
tude in the power law of 7y, p depends on the surface classes
(a,b) in the sphere-wall case, the exponents in the leading
behavior «D™xR*x™¢ of 7 p also depend on (a,b). For ex-
ample, X\ =Xy for a=+, b==*, while X\ =Xe for a=+, b=ord.

B. Corrections far from the surface and the small
sphere expansion

For r=>R, i.e., y> 1, the behavior of X(”L in Eq. (2.2) is
determined by the half-space cumulants in Eq. (2.4) near the
bulk limit, where

Xiy0) =y — y o, ALI(ByB.) - (A 1By,

3.14
X(t)( xJ2 (%), p312pl2 ( )
he¥) = V' CyuA 1By B7).

This follows from expansions for “short” distances |r;—r,|
of the operator products #(r;)x(r,), compare Appendix B.
Here Cy. .y, is the amplitude in the three-point function in
the bulk at the critical point, (¢, (r;) ¥ (rs) ¥3(r3)pux. Which
equals Cy, 4./ (™27 3™ 1i™172). Due to x.=2xg,
the y-independent term in the first Eq. (3.14) is important for
=, while it can be neglected for ¢=e.

In the limit R— 0, the right-hand sides of the two Egs.
(3.142)4 do not contribute to F in Egs. (2.1)—(2.3), and one
finds

J —
lim g F»)(R,r;r,) — [ 1+ r&—} Y(r))NB,, (3.15)
rC
i.e., the Taylor expansion of (r +r)/ v’E, as expected.
Now we consider the correction (2.6) of the density pro-
file and show that besides y*# the other terms in Eq. (3.14)
are also consistent with the form

(lr +1))g p=(Yr.+1)(1 +0))p/(1+(0)p)

of the density profile that follows on using the small sphere
expansion (SSE) in Eq. (2.8) for S. Here we consider the
perturbation P from a single distant particle or wall with
surface class b, and we confine our attention to the leading
isotropic and anisotropic contributions as the smallest dis-
tance D between r,. and P becomes large. In the fusion equa-
tion (2.6) these contributions are given by y= ¢ for

(3.16)

J. Chem. Phys. 130, 134902 (2009)

(a, D) = (ord, $;4); (+.¢: %), (+,€ %) (3.17)
and by y=e€ for
(a,;b) = (ord, €;0rd), (ord,e;+); (+,¢;ord),
(+,€;0rd). (3.18)

The terms *Cy, ;. in the fusion-scheme (2.6) that arise
from Eq. (3.14) are reproduced in the SSE scheme of Egq.
(3.16) by inserting the operator product expansions of Eq.
(B1) in the average (o) of the first order contribution in o,

5P< lp(rc + r))S|(’)(o’) = 5P[< w(rc + l') U)

= (Y(r, + 1)) |purk- (3.19)
Here the leading terms are given by o=0,, for
(a,;b) = (+,p;0rd), (+,€; %) (3.20)
and by o=0, for
(a,;b) = (ord, p;+), (ord,€;0rd), (ord,€;+);
(+.,¢:%), (+,€0rd). (3.21)

A possible operator-free term o7 v drops out of Sp(io),
and Sp[{){o)] in Eq. (3.19) can be neglected for large D
and &
Finally, consider the y-independent term (A(“))z/ B,

Eq. (3.14). It is of the same order as or even dommates the
term «Cy,, in the cases (a,#;b) equal to (+,¢;=*), since
x4—(x/2)=0, and equal to (ord, € ord) in the d=2 Ising
model,”® since C cee Vanishes. Its contribution to the fusion in
Eq. (2.6) is reproduced in the SSE scheme by the second
order term in o of Eq. (3.16),

Op(i(r. + 1’)>s|(9(<72) =~ Sp[(#r +1)0)0)

—(lr .+ 1))X0) T (3.22)
which due to ((r.+r)i(r,))— B,/ r™v yields
1 ., (A(jl))Z R\
- z_wafp)RXMP(U Wbulk = — _BL - Op{PAr ) buik
4
(3.23)

in leading order.

IV. DERIVING THE FUSION BY A CONFORMAL
TRANSFORMATION

If the system is right at the critical point, one may ex-
ploit conformal invariance to check the fusion relation (2.6)
or (2.7). The special conformal transformation

r’ r+R R

r? [r+R? 2R?

(4.1)

with an arbitrary vector R of length R maps the sphere S of
radius R and center at r=0 onto the plane |, =-r'R/R=0
and the exterior of S onto the half space ', >0. As the dis-
tance of the perturbation P from S becomes larger and larger,
the image P’ of P shrinks to the point r'=—2R, which is the
image of r=, and one can apply the small particle expan-
sion to P'. On transforming back to r-space, this leads to the
form (2.6) of the density correction, as we shall see.
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We consider in detail the case in which P is a spherical
particle with radius Rp and surface class b. Placing the center
of P at

l‘cp=rc+l’p, rpz—rpR/R (42)
yields
r d Irp Rp ™
1,—— | 5p(x(r ) purc = | 1,2 A(b)< )
( xxal‘) P<X( )>b 1k ( r?,—R%,) X V%—R%
(4.3)

for the two expressions on the right-hand side of Eq. (2.6).
Here we use the fact that at the critical point {x)p, Vanishes,
and the density profile (x)p around a spherical particle P has
the form derived in Ref. 20. Note that the differentiation
d/ or, is performed at fixed rp.

Now we set r.=0 for simplicity and calculate the left-
hand side of Eq. (2.6) by means of the conformal transfor-
mation (4.1), which on using Appendix (C3) yields

Sp(ip(r))s = [b(x") A ((x"))s pr = (X"))s}. (4.4)
Here b(r') is introduced in Eq. (C2) and (S’,P’) and S’
denote the half space r| >0 in the presence and absence of
P,
respectively. The image P’ of the sphere P with center at
r=rp is a spherical particle with radius

Rpr=R(\—p), (4.5)
center at
r'=r, =—R\+p), (4.6)
and surface class b. Here
e

Note that rl'), is not the image of rp, but instead the image of
the point

2+N+ @

o (4.8)

I'P, =

in r-space, see Eq. (Cl1).

In the special case that P is a planar wall with the short-
est distance D=rp—Rp from the center of S, both rp and Rp
are infinitely large, and Eq. (4.3) reduces to Eq. (3.9), where
r, is equal to rrp/rp and the planar wall is located at
r,=D. In this case \=1 and u=(D-R)/(D+R), so that
r,, =—2RD/(D+R) and Rp=2R*/(D+R). Note that
rp=—R((2D/R)+1) is finite while rp=c°.
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Using in Eq. (4.4) the small sphere expansion for P’ that
follows from Eq. (2.8) on replacing a, R, and r, by b, Rp,
and rp, yields

/_ ! -
Sp((r)) s/ NB,=[b(x")[*U(2r’ )™
(b)
X 2 A=(Rp)M2rp )
x=¢.€ v X

ar' ¥,
wxlo) | P71
/5% | ’ 2
r'—r,

AW _ x
— (Ry)_x‘/' E _’X__<)\—’u’) X
X=0.€ \"BX 2()\ + Iu')

2 2

o —R
XX(a) P— ,
w~x(y|r,,,_r|2)

where y is from Eq. (2.3). In the first step of Eq. (4.9), the
form (2.4) of the two-point cumulant in the half space has
been taken into account, and in the second step, we have
used Egs. (4.5), (4.6), (C4), and (C5). In order to obtain the
leading isotropic and anisotropic r-dependence for a distant
sphere P where rp—Rp and rp+Rp are much larger than R,
we expand the two expressions

)\—/L RRP

(4.9)

4.10
20+ r-R 1o
and
2 2
o —R rr
S 425 (4.11)
[rpr — 1| rp—Rp

that appear in Eq. (4.9). Finally, expanding X'@ to first order
in the small quantity rrp/(rp—R%) and taking the identities
(2.2) and (4.3) into account, one confirms that Sp(i)g in Eq.
(4.9) does indeed obey the fusion relation (2.6).

V. ANALYTIC EXPRESSIONS FOR PROFILE
CORRECTIONS

In some cases there exist closed form expressions for the
half space functions XEZ)X(y) in Eq. (2.4), implying exact ex-
plicit expressions for the profile corrections 8p{i)g. Here we
consider the geometry addressed above Eq. (3.9) and shown
in Fig. 1 of a planar wall P at a distance D from the center of
S and calculate the profiles in the asymptotic regime R, r
<D with the bulk right at the critical point. The results

S5/ By — [AY) £ A9y r /D]OY
= R “P(r/R) 0"«

+(r /R)@ PP (r/R) 0], (5.1)
where
9 = (AYN\B)2D) ™, ©=RIQ2D), (5.2)

follow from Egs. (2.6) and (3.9). Here y=« is the field in the
sum in Eq. (2.6), which yields the leading contribution for
R<D.
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A. Ordinary sphere surface (a=ord)

Now we consider spheres with a symmetry preserving
surface a=ord, where only y= contributes in Eq. (2.6).

(1)  We start with the energy density =¢€ in the Gaussian
model in d>2 perturbed by a wall with surface class
b=ord. For this case Egs. (2.19) and (2.15) yield

S5 \Be— (1= g )[1 = g+ (1 = ¢**2)x /D]

X 9lrd), (5.3)
where?
YoV =27120D) e, x,=d-2 (5.4)
and
qg=Rir. (5.5)

(2) In the d=2 Ising model,”® where the nanoparticle is a
circular disk, the corresponding profile correction fol-
lows from the results in Refs. 5 and 14 and reads

(g \NB.— (1= )[1+(1+¢)r /D19, (5.6)
where?®
ord) (2D) 1 (5'7)

(3) For the order parameter in the d=2 Ising model per-
turbed by a wall with b=+,

S B/ \NBy— (1=)7V8(1 - )

X[1+(1+¢q)% /(8D)]9, (5.8)
where?®
9 =214 2D)8, (5.9)

B. Normal sphere surface (a=+)

In the Ising model we consider spheres with surface
spins fixed in the positive spin direction and walls with
b=+ or b=—, corresponding to spins fixed in the positive or
negative direction. For both 5p(¢)s and Sp(€)s, k equals ¢.

(4), (5) For d /4, Landau mean field theory can be applied
and the corrections of the order parameter and en-
ergy density profiles are given by27

5p{(d)s/ VB 4(€)5/ B}

- 6\5R 1
N I
\E 7’2 1 —q2

e 1+¢
1-4° +12 q2 1+1_ 5In g
(1- 4
1 7
4

q L | o)
-24—51 — |9y,
(1-g)? )D}

where

(5.10)
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0.8 1

0.6 1

0.4+

0.2

—-0.2 ri/R

-0.4

FIG. 2. Functions entering the dimensionless order parameter profile
R [(p)s+ 5P<¢)S]/€B¢ for a circular disk S and perturbing wall P with
a=b=+ in the d=2 Ising model along the line r;=0. Shown are the
unperturbed contribution R‘¢<¢)S/\B{/, (upper curve) and the functions
("’H)(|r |/R) and (r,/R) ~(‘/”J')(|ri\/R) in Eq. (5.1) (lower curves even
and odd in r,/R) which determine the leading isotropic and anisotropic
perturbations from the distant wall and follow from Eq. (5.12).

19(5) =3¢ 12D, ﬁg) - _ ,3(+)’ (5.11)

and e=4-d.

(6) For the d=2 Ising model, the necessary half-space
functions X can be taken from Refs. 5 and 14, and for
the order parameter this yields

-
5P<¢>S/\"B¢_) (1 _ qZ)—l/S[(l + q)1/2 _ 21/2q1/4
+(1-9)2(1+¢9)"%r /(8D)]Y?, (5.12)

where ¥ is given in Eq. (5.9) and 1‘)‘(_) 0(+) Figures
2 and 3 show the behav1or of the dlmensmnless profile
R{ )+ 5p<¢)5]/\'3¢ along the line r,=0 in Fig. 1
that is perpendicular to the wall and passes through the
center of the circular disk S.

(7) For the energy density in d=2 one finds

Sp{(€)s/\Be— — 2 V4R1r)(1 - g)[(1+ )"

+(1+q)r,/(2D)]0). (5.13)

In all these examples A(W X,/ A W~ q In X(“ ‘/d1Iny is
positive and, as expected 1ntu1t1vely, the effect of the isotro-
pic correction is enhanced (reduced) by the anisotropic cor-
rection for r, >0 (r, <0), i.e., for points closer to (farther
from) the perturbing wall, compare Figs. 2 and 3. For ¢ 1
and ¢ \,0 the closed form expressions reproduce, of course,
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1.2

0.8

0.6 1

-3 -2 X 0 1 2 3
T’J_/R

FIG. 3. Dimensionless order parameter profile along the line =0 for a disk
and perturbing wall with a=b=+ in the d=2 Ising model as given by the
sum of the three functions in Fig. 2 after multiplying with 1, *¢, and *¢*!,
respectively, compare Eq. (5.1). Shown is the case 0=R/(2D)=1/10. As
expected, the profile is larger (smaller) for points with positive (negative)
r, which are closer to (farther from) the perturbing wall at r, =D.

the limiting behavior close to and far from the surface of S,
which have been discussed in Secs. III A and III B, respec-
tively.

VI. DENSITIES, PRESSURE, AND FORCE
OF NONADSORBING POLYMERS

Now we consider the nanosphere S embedded in a dilute
monodisperse solution of long, flexible, nonadsorbing poly-
mer chains and study the density profiles Mg p and & p of
chain segments and chain end points in the presence of a
distant perturbation P such as a planar wall or another par-
ticle. We normalize M and £ to be 1 in the bulk, far from S
and P. For nonadsorbing polymers the surfaces of S and P
are repulsive and belong to the “ordinary” surface class.”
ForR, r<D, Rg with Rg the radius of gyration of one chain,
the densities are given by

(&

~ J
K p(re+1) — {A(f"”“) + Aff’ord)r;}le(rC), (6.1)

where

(K,p)=(M,e) or (£¢), (6.2)

and M p and Ep are the densities in the absence of S. This is
shown in Appendix D.
For “ideal” chains without excluded volume interactions

between chain segments, the amplitude functions A and A

J. Chem. Phys. 130, 134902 (2009)

are those of the Gaussian model, given in Egs. (2.15) and
(2.19). For “real” chains with excluded volume interactions,
the amplitudes follow via Egs. (2.2)—(2.4) from the two-point
cumulants of the N— 0 vector model'*?® in the half space. In
d=2 exact results can be obtained for A(:’ord) and .Z(:"’rd) via
Egs. (2.2) and (2.3) from”

87y (1 27 11 —y? )
(ord) . .

X =— Pl 2252 ,
ce ) 45\3y+1°% 2\373°3

(6.3)

where ;F, is a hypergeometric function. The form (6.3) ap-
plies for y and thus »/R not too large and requires analytic
continuation for larger y and r/R.

For D—~, Eq. (6.1) reproduces the results
IC=ICS=.A(¢’°rd) for the densities around a nanosphere in
the bulk solution, which were obtained in Ref. 10. Due
to Eq. (2.7), A(ﬁl"ord) equals the limit of the ratio of
((ry)(r +1))g at the critical point and Bl/,rfx‘/' as r;— o,
This representation for g also applies to nonsphericallo’30
nanoparticles S, see in particular Egs. (3.2) and (3.1) in
Ref. 30.

Note that the product approximation®' Kg(r.+r)Kp
(r.+r) for Kgp(r.+r) leads in our case R, r<D, R, to
Aff‘ord){1+r&/ arKp(r,), which reproduces the isotropic
but not the anisotropic contribution in Eq. (6.1).

The local polymer pressure p along the surface of § in
the presence of P follows from Eq. (6.1), with =M, via
the density-pressure relation

Mg p=BJ[(r—R)IR,]""pl(ksTn), 1<r-R<R.
(6.4)

Here [ denotes microscopic lengths, kgTn is the bulk pres-
sure in the dilute polymer solution, where n is the density
of polymer chains, and B, is a universal number.'? The
same number appears in the near wall behavior
Mys=B(z/R,)"" of the profile M=M, in a half space
without particles, where the pressure onto the wall is the bulk
pressure kzTn. Here z is the distance from the wall with
[<z<R,.

Using Egs. (2.2) and (3.4) to calculate A and A for
y—0, Egs. (6.1) and (6.4) yield

/v
p Rg) 1 d
A\ 2] A xordr— ., r=R,
kBTn g( R Qd et r&r MP(rC) "

(6.5)

where Ag is related to B, via

A(ord) 2
=( € ) 2_

€

A,B

X (ord)
B ex C.

(6.6)

Since M increases on moving away from P, due to the
depletion effect, the pressure is larger for the surface points
on S that are farther away from P, so that S is pushed toward
P.

It is instructive to check Eq. (6.5) by calculating the
insertion free energy F' and the total force f on the particle S.
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The insertion free energy equals the work needed to expand
the particle from a point with radius R=0 to its actual size
R=R and is given by
R=R . PN P
F= f drF, dF=de dS|p(R). (6.7)
R=0

Only the first term in curly brackets of Eq. (6.5) contributes
to the integral and yields

F 14
T = AR, Mp(r)I, (6.8)
where
R A A
I=x, J dR(R)*!=1") = R, (6.9)
0

since x,=d—(1/v). The total force on the particle S per kzT

is given by Eq. (3.8), with 7g p replaced by —p/(k3T), so that
only the second term in curly brackets of Eq. (6.5) contrib-
utes and yields a force

MP(rC)

——A R]/VRd—(I/V)ﬁ
kBTn §e (?l‘c ’

(6.10)

which pushes the particle S toward the perturbing wall or
particle P. Equations (6.8)—(6.10) are consistent with each
other and with known results, see Eq. (6.7) in the first refer-
ence of Ref. 13.

We mention two special cases for the density profiles in
Eq. (6.1):

(1) For a planar wall P we may use the half-space geom-
etry just above Eq. (3.9) and shown in Fig. 1, for
which Eq. (6.1) yields

~ d
Ksns(r) — {Aff’ord) - AE,,W’M) r ld_D}KhS(D/Rg)’

(6.11)

where the bulk-normalized densities /Cy in the half
space only depend on the ratio of the distance D from
its repulsive boundary wall and R,.

(ii))  For a nanosphere P with center at r.+rp and a radius
Rp such that Rp, R, r<<rp, Rg, one may evaluate
KCp(r,) on the right-hand side of Eq. (6.1) using the
small sphere expansion (2.8) for P. This yields

d
Vil e
—Ap Bl/2 Bl/ZB
€ € [

A(a,ll ord) r
U4 T (pord) 2TP
X { E‘A . x +2

¥ Ty

lim RgHQOICS,Sph(r) — Aff,ord)

(6.12)

32 the limit Rg—>oo and for r.=0. For ideal chains,
Eq. (6.12) is consistent with the behavior near one of
the two spheres of the density & ;4 given in Egs. (3)
ff. in Ref. 10, see in particular the derivatives of &£ at
the sphere surface given in the first two lines below
Fig. 2. For self-repelling chains and d=2,
the right-hand side of Eq. (6.12) could be evaluated
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for (K=M,¢=e), since the negative quantity be-
tween vertical bars then equals the N—O0 limit of
B(Zord)zl/T2] in Ref. 29, and A(:’md) and .Zl(:’ord) are
determined by Eq. (6.3).

Equations (6.4), (6.5), and (6.10) for nonadsorbing poly-
mers are the counterparts of Egs. (3.6), (3.7), and (3.2) for a
binary liquid mixture or the Ising model. Comparing Eq.
(3.2) at the critical point with Eq. (6.10) shows that in both
cases the interaction induced between S and P with equal
surface classes a=b is attractive. Obviously there remain im-
portant differences such as the quantity nR;,/ Yin Eq. (6.10),
which is proportional to the polymer segment density in the
bulk solution and does not appear in Eq. (3.2). One example
is the interaction free energy per kT of two nanoparticles S,
P with the quite different scaling-dimensionless forms
~{,(RRp)* an/ "Irg and —{(RRp) e/ r?,xf for nonadsorbing
polymers W1th R,— and for * ordlnary” surfaces in the
Ising model at the critical p01nt respectively. In the
notation introduced above the universal prefactors read
{,=A A |C /B and ;=(A"")?/B,.

VIl. SUMMARY AND CONCLUDING REMARKS

We have shown how to evaluate the effect of distant
perturbations on the density profiles (i) near a small meso-
scopic inclusion or particle S of spherical shape in a critical
system. On large length scales of the correlation length & and
the distance D between S and the perturbation, the combina-
tion (S, ) of S and the nearby density operator ¢ appear as
a small object that can be expanded in terms of bulk opera-
tors multiplied by amphtudes ? The leading isotropic and
anisotropic operators are the order parameter ¢ and the en-
ergy density € and their first derivatives. The amplitudes de-
pend on the radius R of S and the distance r of ¢ from the
center of S and are determined by two-point cumulants of ¢
and € in the half space (or, equivalently, in the space outside
the particle S), right at the critical point, as given in Egs.
(2.1)—~(2.4). This allows us to calculate the perturbation-
induced density corrections that are isotropic and anisotropic
about the center of S.

We have checked this type of “fusion” in several ways.
In Sec. III we show that in the special cases r>R and
r—R<<R it reduces to the well established small spherem’17
and boundary opelrator9 expansions, respectively. The density
corrections in the latter case are proportional to the local
pressure induced at the surface of the spherical particle.

If the system is right at the critical point and the distant
perturbation P is a sphere or a planar wall, one can derive the
fusion for arbitrary /R by applying the small sphere expan-
sion to a conformal image of P, as shown in Sec. IV.

Besides expression (2.6) for the density corrections, we
have also checked the consequences (2.7) of the fusion for
two and many-point correlation functions, see Sec. IT A and
Appendix A.

This approach allows us to predict the density correc-
tions in cases where the two-point functions in the half space
are known. In Sec. V we obtain explicit results for the iso-
tropic and anisotropic corrections near “ordinary” and “nor-
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mal” spheres S due to a distant planar wall in the critical
Gaussian and Ising models. The latter is relevant for a criti-
cal binary liquid mixture.'? In Sec. VI we present the results
for the density corrections in a solution of long, flexible,
nonadsorbing polymers.

It would be interesting to compare the predictions with
simulations for polymer systems and further analytic work
for the Ising model.**

Considering an m-point function instead of the density
profile near the sphere, we expect that the effect of distant
perturbations can be described by a fusion of the sphere with
the m operators.
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APPENDIX A: MANY-POINT AVERAGES

Here we present further instructive checks of the fusion
relation (2.7).

1. “Ordinary” surfaces in the Gaussian model

The Gaussian model in d>2 with ordinary surfaces is

characterized by the Hamiltonian
1

H=> f dr[(Ve(r))* + 1(¢(r))*], (A1)
where the integral extends over the space bounded by the
surfaces and ¢ vanishes at the surfaces.” The non-negative
parameter  is proportional to &2 and vanishes at the critical
point.

Here we consider the critical system with =0 enclosed
in a spherical container P of radius R,, which has the same
center r, as the sphere S. First we check Eq. (2.7) for n=1
and O, =y=¢. With r,=0 and R<r<r;<R,, one finds'®

©

(1)) B(r))s p/By= 2, Ci¥(cos 9)(rin)' (7" - R;Y)
=0
X[1=(Rir) K1 - RR)T"  (A2)

with notation from Eq. (2.11) and €=2(a+I). The leading
isotropic and anisotropic terms for R, r<<r|, R, correspond
to /=0 and /=1, respectively, and are given by

(Br) ()5 plB glio = (17? = R APD - (A3)

<¢(r1)¢(r)>S,P/B¢|aniso = (d - 2)r1r(rId - R;d)ﬂi;ﬁ,ord),
(A4)

with A and A from Eq. (2.15). Comparing Eqs. (A3) and
(A4) with the expressions

(@(r)p(0))p/By=r7 ™ — R, (A5)

(91 KB ) () /Byl 0= (d =21, (1! = R, (A6)

that follow from the propagator inside the container P with
center at the origin,
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(d(r)p(r))p/By=[ri+r; =21 ;r, ]

~[RI+(ryrJR)? =21 r ] (A7)

confirms Eq. (2.7) for O;=¢=¢. This has the form of the
first and last expressions in Eq. (2.14), with the subscripts S
and “bulk” replaced by S, P, and P, respectively. The valid-
ity for O,=¢=¢€ follows from the same steps that led from
Eq. (2.14) to Eq. (2.13).

Now consider Eq. (2.7) for n=2 and O,=0,=¢=¢€. The
expression

(e(r)e(ry) 6(1')>S,P - <€(1'1)€(1'2)>S,P<€(1')>S,P
= 2[<€(r1)>s,P(<¢(l’2) ¢(r)>s,P)2 +(1 2)]35/3(;52

- 8(ep(r)) ¢(r2)>S,P< o(ry) ¢(r)>s,P< o(r,) ¢’(r)>s,P
X(BJB g)¥? (A8)

for the left-hand side follows from e=—(B./B)"?¢?, di-
mensional regularization, and Wick’s theorem. The leading
behavior of (&(r;)¢(r))sp with i=1,2 has been discussed
above. For (e(r;))sp and (p(r;)¢(ry))s p the small sphere
expansion for S in Eq. (2.8) implies the leading behaviors
(e(r;))p and (P(r;)(r,))p, respectively. Thus, the leading
behavior of Eq. (A8) is indeed described by Eq. (2.7), i.e., by
the expression in curly brackets in Eq. (2.18) acting upon the
right-hand side of Eq. (A8), where S, P is replaced by
P, r is replaced by r,, and r, is set equal to 0 after the
differentiation.

Similar arguments apply to the case n=2, O=0,=¢,
and ¢=¢, in which

((r)) P(ry) E(r)>S,P —((ry) d(ry) >S,P< 6(1‘)>S,P
=—2(¢(r)) ¢(1')>s,P< o(r,) ¢(r)>s,P(Be/B¢2) 1z, (A9)

This case is related to the monomer density in a solution of

ideal polymer chains which are described by the Gaussian
28

model.

2. “Normal” sphere in the critical d=2 Ising model

Here we check the fusion relation (2.7) for a circular
disk S with a normal boundary a=+ in the d=2 Ising model
right at the critical point. We consider the case where P is
absent and O =...=0,=¢=¢ and compare it with the exact
result

($(r)) ... d(x,) p(x))s/ By

( R R 1)1/8
B r%—R2 ri—R2Ry

X{2—<n+1)/2 S .Y S quujj)#m,}”z

Mm==1 Mp=E 1y, =%1

(A10)

in the plane outside the circular disk S centered at r.=0.
Here y is from Eq. (2.3) and

(- R)(*-R? |7
Xij = 1+ ri2jR2 s

(A11)
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rijE|ri_rj’ g =r.
Equations (A10) and (All) follow via a conformal

transformation® from the corresponding multipoint average
in the half plane in Eq. (9a) of Ref. 35.

First we discuss Eq. (2.7) for n=2. Here Eq. (A10)
implies

(B(r)) p(ry) (r))s/ B>

c

— r12/4<bs+ {fe+ A(¢+ I‘a—r}U| _0+.A(¢Jr

(A12)
and
(p(r) (r))s(p(x))s/ By — 1) *®s+ g U, o, (A13)
where
Dg = (P(r))s/By> =2"4(Ry)™"",
(ot R 1+(/2)
{fe’gs;A(:b’ )’A(T(ﬁ, >}=_®S{Rm’
y o omy
R4(1+y)3/2’2(1+y)2}’ (Al4)
and
= (¢(r)) p(r,)e(r ))bulk/(Bd;B]/z)
4 i ( L ﬁ)
(1 r&rC>U| =0= 27]7‘2 1’ r% * r% ’
V= <q§(r,)¢(r2)2 ’krsz1(0)> /By
kil bulk
L r_l/{(rlrf () (r0)(ror)
T o8r r] I (rir)?
fﬂ%z
- 5 <r1r2 } (A15)

Terms of order 3—(1/8) in the small lengths R and r have
been suppressed on the right-hand side of Eq. (A12). The last
term on the right-hand side of Eq. (A12) requires augment-
ing %) in Eq. (2.1) by a term AV, i Ty(r,), where
T, is the stress tensor, see the discussion between Egs. (2.4)
and (2.5). In the d=2 Ising model both the stress tensor and
the first derivative of the energy density have scaling dimen-
sion 2 and in Eq. (Al12) they lead to terms of order 2
—(1/8) in the small lengths. These terms are even and odd in
r, respectively. Equations (A12)—(A15) are consistent with
Eq. (2.7) since A(f’+) equals f.—g., x=¢ does not contribute
in ((r)) d(r) X(r)puirs and (Fpux and (Ty)puy vanish. We
have checked that the amplitude A(T¢’+) of Eq. (A14) also
appears in the disk average

(T, x(r1)¢(1’)>s/31/2 - A(T¢'+)<TK>\(1‘1)E "k”lTkl(O)> s
k.l

bulk
(A16)

where T, is a distant stress tensor.
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Now we check Eq. (2.7) for n=3. From Eq. (A10),

c

w@mmaawwﬂw%—{m+ﬂ%%£}wfo

(A17)
and
(p(r}) d(ry) ¢(r3)>s<¢(r)>s/33;s - 8¢W|rc=0, (A18)
where
LT () - 12 . Y P-
{f¢,g¢,A¢¢+} ]/8{P+ > 271_'_ pl/Z}
pe=(1+y)" = (1+y)", (A19)
and
W= ((r)) $(r,) (rs) d(r,)our/ B,
:2-1/2{( a2 T3¢ )”2+< '3 T )”2
133 relae r'12723 e3¢
12712
+<—r23 —r“> } , (A20)
r'12r13 e3¢

With rlCE |I‘1—l’c 5
Ag”” equals fy—g, and since y=€ or =T}, do not contrib-
ute in (p(ry) P(ry) drz) X(re) puik-

APPENDIX B: OPERATOR PRODUCT EXPANSIONS

The expansions needed in Sec. III B are

C 0
(r)(r.+r) - —2)6'% —Biﬁ"”—r"f 2"4/[1 + Eg]e(rc)

;
+ ...,

m

H(r,)e(r, + 1) — %%r-x | 4 e ri}ﬁ(rcn

) L 2)(¢ (91’6
(B1)
Cose | 2x4-2x
e(r.)op(r.+r) — e 1+ r— o(r,)
B¢ L ZX¢ (91'
+ ...,

where the ellipses denote contributions from second and
higher derivatives of € and ¢ and from higher operators. For
more details see, e.g., Eqs. (2.39) and (2.47) of Ref. 25 and
references therein.

APPENDIX C: CONFORMAL TRANSFORMATION

Solving the special conformal transformation (4.1) for r’
and r yields

2
r’ =b(r’){— %(1%— 1) +r-— R(Rlzr)}’

(C1)
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1 r'?
r= R —2 -
4R

, R(Rr’')
1]+r TR
Here
4R*  |r' +2R]
r-R>?  4r?

b(r") =|or/or'|"V = (C2)

is the local dilatation, which also enters the relation'*
(i (ry) ... ()
=[b(r) o [bey) ol (r]) ... dn(ry))g  (C3)

between averages in the original and transformed boundary
geometries G and G', respectively.
The identities

brpb(ry) 1
ry - 1'2|2

— (C4)
r} ‘1'2|2

and
b(r'") R

- C5
2lr'R/R| - R? (©5)

follow from Egs. (Cl1) and (C2) and are consistent,
respectively, with the invariant form of the two-point func-
tion (Yf)p in a bulk system without boundaries under
special conformal transformations and with® the form
A?(R/(rz—Rz))xl/’ of the unperturbed density profile (i)g
around § at the critical point.

APPENDIX D: POLYMER DENSITIES

Here we derive Eq. (6.1). The density Mg patr.+rina
dilute solution equals the normalized partition function

M p(r.+1) = Mg p(r. + 1)/ My (D1)

of a single chain with any segment at r.+r. The numerator
Mg p is given by

Mg(r.+r)=- ﬁf drlf dry[{#(r ) (ry)e(r. +1)g
G G

= (p(r)) (ry)){e(r. +1))c] (D2)

with G=S, P, and the denominator My, equals Eq. (D2),
where G denotes the unbounded bulk space. In Eq. (D2), £
denotes a (inverse) Laplace transform that relates the mo-
lecular weight of the polymer chain to the temperature
deviation from 7, in the high temperature phase of the
Gaussian or N— 0 vector models.'***

Using the fusion relation (2.7) with n=2, O,=0,=¢,
and (i,a)=(e€,ord), and taking into account that the contri-
butions of the regions |r;—r, | of order R are negligible for
R<D, R, yields

~ J
My (1) = ) AT+ A= M(r,),
rC
where M p equals M; in Eq. (D2) with G=P. Equations (D1)
and (D3) imply Eq. (6.1) for K=M. Equation (6.1) for
K=E& is derived similarly by applying Eq. (2.7) with n=1,

(D3)
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