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We present an analysis of the impact of structural disorder on the static scattering function of f-armed star
branched polymers in d dimensions. To this end, we consider the model of a star polymer immersed in a good
solvent in the presence of structural defects, correlated at large distances r according to a power law ~ r~ 4,
In particular, we are interested in the ratio g(f) of the radii of gyration of star and linear polymers of the
same molecular weight, which is a universal experimentally measurable quantity. We apply a direct polymer
renormalization approach and evaluate the results within the double e =4 —d, § = 4 — a-expansion. We find
an increase of g(f) with an increasing 6. Therefore, an increase of disorder correlations leads to an increase of

the size measure of a star relative to linear polymers of the same molecular weight.
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1. Introduction

Scattering experiments have been commonly used in investigations of the structure properties of
condensed matter for more than a century (see, e.g. [1]). For polymer systems, the quantity of interest is
the static structure function S(k) as a function of the wave vector 75, representing the Fourier transform
of the monomer-monomer correlation function [2-7]. The scattering intensity I(k) = S(k)/S(0) at small k
gives the radius of gyration R of a single macromolecule:

(R%)
I(k):l—k27g+..., (1.1)

where d is the space dimension and (...) denotes the average over the ensemble of all conformations that
a macromolecule in a solvent is capable of attaining.

In this paper, we intend to derive some theoretical predictions and quantitatively describe the pecu-
liarities of scattering experiments with star-like polymers. Star-like polymers are the simplest represen-
tatives of a class of branched polymer structures that are in a close relationship to complex systems such
as gel, rubber, micellar and other polymeric and surfactant systems [8-10]. In particular, some confor-
mational properties of star polymers could be easily generalized to determine the behavior of polymer
networks of a more complicated structure [11,[12]. The star polymer can be viewed as f linear polymer
chains (arms) linked together at the central core (see figure [1). For f = 1(2), one restores the polymer
chain of linear architecture, whereas it has been shown that in another limiting situation (f > 1), the
star polymer attains the features of a soft colloidal particle [13,14].
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Figure 1. Schematic presentation of an f-armed star polymer.

A convenient parameter for comparing the size measure of a star consisting of f arms (each of length
N) and a linear polymer chain having the same molecular weight f N is the ratio:
(R gtar)
g(f) =2, 1.2)
(RS hain’
gchain

here, <R§star> is the mean square radius of gyration of the star polymer. Note, that the value (L.2) is an

experimentally measurable quantity. Indeed, recalling (I.1), one has at small k:

I'(K)star

= +.... 1.3
e $ 3

Therefore, the ratio of the derivatives I' (k) of the corresponding scattering intensities for small values of
the wave vector permits to experimentally define the g(f) ratio. Moreover, it is well established that the
gyration radius of a star polymer scales with its total number of segments according to the scaling law:

(Regar) ~ (FN), (1.4)

with an universal exponent v that also governs the scaling of a single polymer chain of N monomers:
(Réchain) ~ N?V. Therefore, the ratio g(f) of a star and linear chain of the same total molecular weight is
N-independent.
In the pioneering work by Zimm and Stockmayer [15], an estimate for the size ratio g(f) was found
analytically:
3f-2
f

Inserting f =1 or f = 2 in this relation, one restores the trivial result g = 1. For any f = 3, ratio
is smaller than 1, reflecting the fact that the size of a branched polymer is always smaller than the size
of a linear polymer chain of the same molecular weight. Note that in deriving the expression the
excluded volume effect was neglected (restricting to the idealized Gaussian case, where holds with
size exponent v = 1/2). In this limit, the result holds for any space dimension. Dimensional dependence
of the size ratio g(f) is found by introducing the concept of excluded volume applied to polymer macro-
molecules by P. Flory. It refers to the idea that any segment (monomer) of macromolecule is not capable
of occupying the space that is already occupied by another segment; this causes a swelling of a polymer
in a solution with size exponent v(d) = 1/2. Later on, analytical [16-19] and numerical [20-24] studies
have found the value of g(f) to increase if the excluded volume effect is taken into consideration.

While reliable estimates are known for the value of g(f) for polymers in a good solvent, there are
no similar estimates for the case when the polymer is immersed in a good solvent in the presence of
structural impurities or a porous environment. However, such estimates are of a great importance for
understanding the behavior of macromolecules in colloidal solutions [25] or near microporous mem-
branes [26]. The density fluctuations of such obstacles lead to large spatial inhomogeneities which of-
ten produce pore-like fractal structures [27]. Such a disordered (porous) environment may be found, in
particular, in a biological cell composed of many different kinds of biochemical species [28-30]. It has

g(fH= (1.5)
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been proven both analytically [31] and numerically [32,/33] that the presence of uncorrelated point-like
defects of weak concentration does not change the universality class of polymers. Here, however, we ad-
dress a case where the structural obstacles of the environment are spatially correlated on a mesoscopic
scale [34]. Following reference [35], this case may be described by assuming the defects to be correlated
at large distances r according to a power law resulting in a pair correlation function:

h(r)~r~%. (1.6)

For a < d, specific situations that give rise to such a correlation function include the defects extended
in space, e.g., the cases a = d — 1 (a = d — 2) may be represented by lines (planes) of defects of random
orientation, whereas non-integer values of a may include obstacles of fractal structures (see [35-37] for
further details). The impact of long-range-correlated disorder on the scaling of linear and star branched
polymers has been analyzed in previous works [36,/37] by means of the field-theoretical renormalization
group (RG) approach. The aim of the present paper is to analytically evaluate an experimentally measur-
able ratio for a star polymer in a solvent in the presence of structural defects correlated according
to @L.6).

The layout of the reminder of the paper is as follows. In the next section, we develop a description of
the problem in the frames of the Edwards continuous chain model. In section 3, a direct polymer renor-
malization method is briefly described; the results of its application to the problem under consideration
are presented in section 4. Conclusions and an outlook are given in section 5.

2. The model

We consider star polymers with f arms in a solution in the presence of structural obstacles. In the
frames of the Edwards continuous chain model [1], each arm of the star is presented by a path r;(s),
parameterized by 0 < s < S;, i = 1,2,..., f. The central branching point of the star is fixed in space, so
that: 77(0) = ... = Ff(O) = 0. We take the contour length of all arms to be equal: §; =... = Sy = S. The
partition function of the system reads:

roo. A dri(s) 12
ZpS = f@{r}né(ri(O))eXp —EZfds[d—]
i=1 i=1y S

f S S f S
bo ds' Mel= N _ = ol =

- — s ds" 8 [Fis") - Fi(sH ]+ ). | dsVIF(s)] p. 2.1
i,jzlo o i:lo

Here, a multiple path integral is performed for the paths ry,..., 7y and the product of §-functions reflects
the star-like configuration of f chains. The first term in the exponent represents the chain connectivity,
the second term describes the short range excluded volume interaction with a bare coupling constant by,
and the last term contains a random potential V[7;(s)] arising due to the presence of structural disorder.
Denoting by (...) the average over different realizations of disorder, the first moment of the distribution
is:

VIF(9)]=po

with pg being the density of obstacles. Let us introduce a notation for the second moment:
VIFOIVIF(H] = h[7(s) - T(sH]. (2.2)

Note that dealing with systems that display randomness of structure, one usually encounters two
types of ensemble averaging treated as quenched and annealed disorder [38, [39]. The annealed case
amounts to averaging the partition sum of a system over the random variables, whereas in the quenched
case, the free energy (or the logarithm of the partition sum) is to be averaged; the replica formalism is
usually applied in the last situation. In principle, the behavior of systems with quenched and annealed
disorder is quite different. However, as it has been shown in a number of works [40-43], the distinction
between quenched and annealed averages for an infinitely long single polymer chain is negligible, and in
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performing analytical calculations for quenched polymer systems one may thus restrict the problem to
the simpler case of annealed averaging. To average the partition function of a system over different
realizations of obstacles, we make use of the relation:

& nMn(x)

e4x = exp Z (2.3)

where M, (x) are nth cumulants of the random variable x: M; (x) = X, M>(x) = (x — X)2 etc. Noticing that
only the last term in (Z.1) contains random variables and taking into account (Z.2), we obtain:

f
Zr(S) = | 2ir} [] 61F;(0))e™ Hais (2.4)
i=
with an effective Hamiltonian:
S S S
1L dr; by L
Hye = —Zde[ Fi(s)]? + 2y fds'fds"é[?i(s")—?j(s')]
2 =1y ds 2 =1y J

!
2

i=1

NI'—‘

S S
f ds’ f ds" h[Fi(s") = F;(sh] - pofS— % p3fS2. (2.5)
0 0

The last two terms in correspond to a trivial constant shift which will be omitted in the following
analysis. Note also, that in we do not take into account the terms generated by higher-order corre-
lations of the type (2.2), because for the problem under consideration these terms are irrelevant in the
renormalization group sense.

The case of structural disorder in the form of point-like uncorrelated defects corresponds to h[F(s") —
F(s"] = vobI7(s") — F(s")] where vy is some constant. One immediately reveals that in this case one can
adsorb the effect of disorder into the excluded volume coupling constant passing to the coupling: by =
by — vp. This conclusion was obtained for the case of polymers in quenched disorder by Kim [31] based on
arefined field-theoretical study; in the present case of annealed disorder, this is a straightforward result.

We address the model where the structural obstacles are spatially correlated at large distances r
according to (I.6). Taking into account that the Fourier transform of the correlation function at small k is
related to its large-r behaviour via:

R[|7:(s") =7 D] = [Fi (™) = 71| = wo f dk k@4 giklFis"=F;("], (2.6)

one is left with a model with two couplings by and wy. Note that coupling by should be positive, which
corresponds to an effective mutual repulsion of the monomers due to the excluded volume effect. The
coupling wy is positive as results from the Fourier image of the correlation function.

Performing dimensional analysis for the terms in (2.5), one finds the dimensions of the couplings in
terms of a dimension of contour length S: [bg] = [S]dhO, [wol = [S19%0 with dp,=(@4-d)/2,dy, =@4~-a)l2.
Note that for the exponent in (2.1) to be dimensionless, the contour length needs to have units of surface.
The “upper critical” values of the space dimension (d; = 4) and the correlation parameter (a. = 4), at
which the couplings are dimensionless, play an important role in the renormalization scheme, as outlined
below.

3. The method

To study the universal properties of polymer macromolecules in solutions, it is convenient to apply
the direct renormalization method, as developed by des Cloizeaux [1]. The efficiency of this approach
comes, on the one hand, from its close relation to the concepts of field theory [45-47], and, on another
hand, from providing a considerably simpler treatment of a variety of complex polymer systems.
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In the asymptotic limit of an infinite linear measure of a continuous polymer curve (corresponding
to an infinite number of configurations), one observes various divergences. All these divergences can
be eliminated by introducing corresponding renormalization factors directly associated with physical
quantities. This postulates the existence of a limiting theory that describes the sets of very long polymers.

As a first step within this theory, we consider the size measure of an f-arm star polymer given by
the mean square end-to-end distance of its individual arm. When evaluated in terms of a perturbation
theory series in bare coupling constants {1}, this reads:

(R%) = ([F(S) - F(0)]*) = o ({Ao})S. (3.1)

Here, the averaging is performed with respect to a corresponding effective Hamiltonian, and yo({A0})
is the so-called swelling factor that reflects the impact of interactions on the effective size of macro-
molecules. For the case of a Gaussian chain (all couplings Ay = 0), one has yo({0}) = 1. Recalling the
scaling of a polymer size with its molecular weight:

(R?) ~ N?¥ ~ §%", (3.2)

one finds an estimate for the effective critical exponent v({1¢}):

0
2v({Aph) 1= Sﬁ In yo({Ao}). (3.3)
The second renormalization factor y;({A¢}) is introduced via:
oo = [xAeh]”. (3.4)
Z f(S)

Here, Z £(8) is the partition function of an f-arm star polymer and ZfO(S) is the partition function of an
idealized Gaussian model. It is established that the number of all possible conformations of an f-armed
star polymer scales with the weight of a macromolecule parametrised by S as:

ZrS) ~ S o1t (3.5)

Here, the y¢ are additional universal critical exponents depending only on the space dimension d and
the number of arms f (exponents y; = y2 =y restore the value for the single polymer chain), i is a non-
universal fugacity. In a similar way as for the size measure, from the scaling assumption one finds
an estimate for an effective critical exponent y ¢({Ao}) governing the scaling behavior of the number of

possible configurations as:

rr(doh) —1 _ Saln)m({/lo}) ' 3.6)

2 0S

The critical exponents (3.3) and presented in the form of series expansions in the coupling constants
{Ao} are, however, divergent in the asymptotic limit of large S. To eliminate these divergences, renormal-
ization of the coupling constants is performed. Subsequently, the critical exponents attain finite values
when evaluated at a stable fixed point (FP) of the renormalization group transformation. Note that the FP
coordinates are universal. In particular, the scaling of a single polymer chain and that of a polymer star
is governed by the same unique FP. Therefore, to evaluate the FP coordinates in the following analysis,
we restrict ourselves to a simpler case of a single chain polymers (f = 1). To define the coupling constant
renormalization, one considers the second virial coefficient of a polymer solution given by the relation:

Z (S, S)
(£ (S)]2

= C—— 22 (3.7
here, II is the osmotic pressure, § = 1/kgT, C is the number of monomers per unit volume, and Z; (S)
is the partition function of a single polymer chain. Z,(S, S) are contributions into a partition function
of two interacting chain polymers having dimensions Z,(S,S) ~ [S]Z[/IO]. The renormalized coupling
constants Ay are thus defined by:

AR(AoD = — [x1(AD] ™ Zay (L, L) [27 0 ({Aph L] %0, (3.8)
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therefore: 1
Mp=C+5 Y AnC’ [2750({AHL]® M0 4. (3.9)
AR

In the limit of infinite linear size of macromolecules, the renormalized theory remains finite, such that:

Sli_{go/lR({/lO}) =g (3.10)

Moreover, for negative dy, < 0, macromolecules are expected to behave like Gaussian chains in spite of
the interactions between monomers, thus each A; = 0 for corresponding d;, < 0. It is, therefore, proper to
choose {AR} as expansion parameters which remain finite for S — co and which are also rather small close
to the critical dimensions of the corresponding couplings. The concept of expansion in small deviations
from the upper critical dimensions of the coupling constants thus naturally arises.

The flows of the renormalized coupling constants are governed by functions f,,:

280/1R({/10}) ‘
S

Reexpressing {A¢} in terms of renormalized couplings A according to (3.8), the fixed points of renormal-
ization group transformations are given by common zeros of the g-functions. Stable fixed points govern
the asymptotical scaling properties of macromolecules in solutions and make it possible, e.g., to obtain
reliable asymptotical values of the critical exponents (3.3) and (3.6).

B = (3.11)

4. Results

We start by evaluating the partition function 2.4) of the model with an effective Hamiltonian @2.5),
performing an expansion in coupling constants by, wy:

S s S
1 dr; 2 bo S O
Zp(S) = f@rexp _EZfds[ ’;;is)] ?0 Z fdsrfdsufdkelk[ri(s )-F;(s")]
o R S
rpo7 .
3 fds,fds”fdkka_deik[ﬂ(s//)‘Fi“/’] RS @.1)
2 Li=1p 0

here, the Fourier-transform of the §-function is exploited and the last term originates from the Fourier
transform of the function 4 at small k [see equation (2.6)]. Below, we will consider the one-loop approxi-
mation, keeping only the first-order terms in by, wy in the expansions. One may rewrite:

N
eik[_fi(s//)—_fi(sr)] =exp lk’f dri(S) ds|, 4.2)
ds
[ dis) Fdi ()
k(73 (5"=75N] = 'ch Y —'%f A 4.3
e exp i 3 a5 b 4.3)
| 0

taking into account that r;(0) = r;(0) = 0 in our model of a star-shaped polymer. Making use of the iden-
tity:
I SH S”

1 dri(9)* - [dFis) | | _ 1 drits) 217
exp zfds[ Is ] +1kf 1s ds p =exp zfds{[ 15 ik
Sl ! Sl

N

+ kz} (4.4)

and taking into account that:

o0 o0
f dxe A-ik? _ f dxe A%, (4.5)
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we receive:

"

N N
Zi(8) = ZNS 1-bo(2m)~ % ffds”fols’(s”—s/)““2
0 0

S S
-1 _
+f(f2 )fdsllfdsl(sl+sll) alz
0 0

s s s s
a _ -1 _
+ we2m)~ 2 ffds"fds’ (s" =) arz | %[ds"‘[ds' (s"+s") arz1 b (4.6
0 0 0 0

In the last equation, the Gaussian integration over k is performed and the notation ZfO(S) is introduced
for the partition function of the “unperturbed” Gaussian model:

S
1L dr;(s)1?
0 _ 1 i
Zf(S)—f@r exp 21'_210[(13[ s ] . 4.7)

In what follows, we will use the diagrammatic representation of the perturbation theory series (see fig-
ure[2). Performing the integrals in and introducing dimensionless couplings

b= by(2m)~4/252-d/2, w = wo(2m)~Y2s2-al2 4.8

we obtain:

Zp(S) = Z})(S) {1 f(fz_ D (02-dr2

b [f+ _24
2-d)@4-d)

4w =D o ”
+(2—a)(4—a) f+ 2 (2 2)[¢. 4.9)

Finally, one may perform a double € =4 —d, 6 = 4 — a-expansions:
f8-N f68-H fUf-Y
£ 2 2
L6 f6-D [
o 2 2

Z;S) = 1+b

ln(Z)]

In(2)|. 4.10

The averaged squared end-to-end distance (R2) of a single arm of a star polymer may be calculated
using the identity:

(RS =([F(S) - F(0)]2) = —2daiq2<eif7m5)-”°”>l,,=o, (4.11)

(a) (b)

Figure 2. Diagram contributions to the partition function of a 4-arm star up to the first order in the cou-
pling constants. Dotted lines denote possible interactions between points s’, s”, governed by couplings
bo and wyq. Integrations are to be performed over all positions of the segment end points, i.e., over all
mutual interaction points within a single arm and between different arms.
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where: f
— [oreMas(.) 517 (0)]
o= / ;. o1 (4.12)
Z¢(S) r(S)
Following the same scheme as described above for the partition function, we find:
— 4b 4w
R%y=8d |1+ - 4.13
Re) @-d)6-d) (“4-a)6-a @13
We may, therefore, define a swelling factor yo(by, wp) [cf. BID] as:
(bg, wp) = |1+ 4b - dw 1+B(2—5)—£(2—6) 4.14)
AW W)= 12" " 6-d) G-a)6-a € 5 ' ‘

2 3152 1 2 o 1
X J>Z
592
3 4 3 4
(b)

Figure 3. Diagrammatic presentation of contributions into radius of gyration of star polymer in zeros
order of perturbation theory.

Now we return to the calculation of the gyration radius. The gyration radius of a star polymer in a
solvent in the presence of correlated defects is defined by:

o 2
( gstar) = 2(fS)2fdsldeZ< Py [Fi(s2) —TFj(s1)] > (4.15)
We rewrite:
f 9 Py -
7. _ 7. 2\ _ _ gy iy [Fi(s2) =7 (s1)l
<i'JZ=:1[rl(SZ) 7ol >_ 2d0|67|2 <e " ] >‘q:0' (4.16)

where d is the space dimension. First, let us consider the zero-loop order of the expansion of (4.16) in
coupling constants. A diagrammatic representation is given in figure [l The analytic expression, corre-
sponding to the diagram (a) reads:

- 2
Fleldl ) -Fitsly = fe Tl @.17)
whereas the diagram (b) gives:

f(f (elq[rz(s2> Al = f(f 1 ——(Sl+52> (4.18)

Note, that here and in what follows the Gaussian integral in cancels against the numerator when
averaging is performed. One thus distinguishes between two types of contributions: one resulting
from insertions s, s along the same arm of the star, and the second corresponding to insertions lo-
cated on two different arms. Taking the derivative with respect to g, and evaluating for g = 0 according
to (418D, we have for the radius of gyration of a star polymer in the unperturbed (Gaussian) case:

( gsm> (fS)Z ffdszfdsl(sz—sl)Jrf(f )fdslfd32(31+52) = ?3](6 2- (4.19)
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&R

(1) (2) 4) (5

RO % WK% P

(8) ) (10) (11) (12) (13) (14)
.

(15) (16) (17) (18) (19) (20) (2I)

Figure 4. Diagram contribution into the gyration radius at the one-loop level.

Now, let us perform calculations up to the first order of the perturbation theory expansion in the
couplings by, wy. In figure [ we present diagram contributions to (4.16), see appendix for details. We
have:

! i)
< > [?i(SZ)_Fj(Sl)]2> = —2da—672{f[11(d)+11(61)+12(d)+12(61)+13(d)

ij=1
+13(a) + 14(d) + I4(a) + I5(d) + Is(a) + Is(d) + Is(a) + I7(d) + I7(a)

-1
+% [Is(d) +Ig(a) + Ig(d) + Ig(a) + o(d) + Io(a) + [11(d) + I11 (@)

+h2(d) + Iiz(@) + his(d) + T3 (@) + T1a(d) + Tia(@) + L15(d) + L5 (a)
-D(f-2
+iatd) + hgta) + 1y (@) + T (@] + LY =2 1@ 4 gt
[V -2 -3)
24

+hio(d) + Do + (@) () + Eo @) + £ (@ m@lj| . @20

Here, I;(d), I;(a) are integrals listed in the appendix. Performing the integration according to and
evaluating the double €, §-expansion, we find for the gyration radius:

ds 2
) = 5767-2{1402- 0%
L [13 1B(F-D(F-2) 4(f—1)(3f—5)}
(b—w) 12 + 5 5F-2 In(2) 3F—2 . (4.21)

The result for the radius of gyration of a single chain of total length fS is straightforward:

PSRN asyf) 6/2(2 E)_ 5/2(2 13)]
(R gcham) 1+bf e 12 wf 5 12
= D2 B2 By
= B w 512 +bh-w)n(f)|. (4.22)

Finally, we need to perform renormalization of coupling constants. To this end, we need the contribu-
tions to the partition function Z(S, S) of a system of two interacting polymer chains of the same length L.
In the diagrammatic representation of this function, one takes only those terms into account which con-
tain at least one interaction line (see figure[5). In general, performing a thorough dimensional analysis of
the contributions produced by different diagrams, we find two distinct classes of the diagrams. The first
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(a) (b) (c) (d)

Figure 5. Diagrammatic presentation of contributions into the partition function of two interacting
chains.

class of graphs produces the terms which behave as [S]Z[bo], the sum of all such terms contributing to
the function denoted by Zy, (S, S); the second class of diagrams behaves as [S1?[wp] and thus contributes
to the function Z, (S, S).

We find the contributions to functions Zj, (S, S) and Z, (S, S) as:

7,89 = -bstl1-— %0 8w
boton ol T C-dlé-d) C-al-a)
d+2*42_10
-32b
(d-2)(d-4)(d-6)(d-8)
32 wZ za_d+24—[2a—d)/2_10
b a-d-2)2a-d—-4)R2a-d-6)2a—d-38)
a+2442_10
+ 64w ,
(a—2)(a—4)(a—6)(a—28)
7,55 = west|1-—°L . 8w (4.23)
worel T C-dd-d)  C-ad-a | '
We may, therefore, define the dimensionless renormalized coupling constants bg, wg by G.8):
Zp(S,S) _d
bp=-22 5 [27x0(bo, wo)S] 2,
(Z(S))
Zw(S,S) _a
WR = —w—z (27 x0(bo, wo)S] 2. (4.24)
(Z(S))

The RG flows of the renormalized coupling constants are governed by corresponding S-functions:

ob F)
a—sR’ Bug (b, w) = 25 R (4.25)

By (b, w) =28 s

Reexpressing in b and w in terms of the renormalized couplings (4.24), we finally have:

2d 2d d+2442_qp
br, = @-d)bg-b:—— + wybg—— +32b?
Pro(brwr) = (4= dby = b g7 + wabr g2 + 3204 o g a —g)
,  2a-d+2'CedZ_qg a+217912 10
+32 —64b ,
“Roa—d-2)2a-d-6)2a—d—8) RO 2)(a—6)(a—8)
2a 2a
B (br, W) = —(4—a)wR—w§—6_a+bRwR6_d. (4.26)

Performing a double €, § expansion and keeping the terms up to linear in these parameters, we then have
the RG functions:

By = ebr — 8b3 — 4w + 12brwr,
Buw = —0wg — 4w} + 4bg wy. 4.27)
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The fixed points by, wy of the renormalization group transformations are defined as the common zeros
of the RG functions (4.27). We find three distinct fixed points that determine the scaling behavior of the
system in various regions of the a and d plane:

Gaussian: bp=0, wy =0 stable at ¢,8 <0, (4.28)
€
Pure: by = 3 wi =0 stable at 6 <e/2, (4.29)
52 6(e—26)
LR: bif=— wi=———= stableat &/2<d<e. 4.30
R 4e-6)" R 4@6-¢ @30

Here and below, the index LR means that the corresponding quantity is evaluated in the region of d, a
plane, where the effect of long-range-correlated disorder is relevant.

We can also find the estimates for critical exponents that govern the scaling of star polymers in solu-
tions in the presence of a correlated disorder. Making use of definition (3.3, recalling the expression or
renormalized scale (£.14) and passing to the renormalized couplings, we have:

b
L R_UR (4.31)

1
v(bR, WR) = —
(br, wr) 2t 2

Evaluating this expression at fixed points of the renormalization group transformation (4.28)-(4.30), we
find the corresponding estimates for the size exponents:

1

yGaussian _ = ) (4.32)
2
1 ¢
JPure _ = € (4.33)
2 16’
1 6
JR_ -, 2 (4.34)
2 8

Note that these exponents govern the scaling behavior of macromolecules in the regions of stability of
the corresponding fixed points (4.28)-(4.30).

Similarly, evaluating (3.6) and taking into account (@.10), one finds in terms of renormalized cou-
plings:

brfG-f) _wrfB-f)

bg, =1+ 4.35
¥ (bR, wr) 2 5 (4.35)
Again, evaluating this expression at the fixed points (4.28)-(4.30), we find:
y?aussian =1, (4.36)
yhure = 2 L i [ 1), 4.37)
+ 6f B-h. (4.38)
Y f = 3 .

At f =1, one restores the corresponding exponents for a single polymer chain. Note that the first-order
expressions for fixed point coordinates ) and for cr1t1ca1 exponents 2)-@.34) and (£.36)-
(@.38) were obtained here for an annealed system. Thus, with v'® and )f R as obtalned in the regime
of annealed disorder, we restore the corresponding exponents that govern the scaling of polymers in
solutions in the presence of a quenched long-ranged correlated disorder studied by us earlier [36, 137].
This supports the statement of equivalence between the annealed and quenched averaging when dealing
with polymer systems.

Finally, we obtain estimates for the size ratio g = gstar) / <Rgcham) of star and linear polymers, re-
calling (4.21) and (4.22):
gGaussian’ £,6<0,
g(fH=4 ghue, 5<el2, (4.39)
'R, el2<d<e
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with:
gGaussian  _ 3/; ;2, (4.40)
ghe - 3/;;2 {l_g 1?3 (f—g?(—fz— 2) _ln(z)w +1n(f)] }, (4.41)

With gP“re, we restore the size ratio for the case of polymers in a pure solvent evaluated previously in
references [17-19].

5. Conclusions and outlook

In the present paper, we have studied the impact of structural disorder on the static scattering func-
tion of f-arm star branched polymers in d dimensions. To this end, we consider the model of a star
polymer immersed in a good solvent in the presence of structural defects, correlated at large distances
according to with parameter a [35]. The impact of such long-range-correlated disorder on the scal-
ing of linear and star branched polymers has been analyzed in our previous works [36, [37]. Here, we
are interested, in particular, in the ratio g(f) of scattering intensities of star and linear polymers of the
same molecular weight, which is a universal experimentally measurable quantity [see (I.3)]. We used
a direct polymer renormalization approach [1] and evaluated the results within the double € = 4 —d,
6 =4 — a-expansion.

Let us analyze the expressions obtained for the size ratio of star and linear polymers in a solution
in the presence of structural defects. First of all, as far as the § = 4 — a-prefactor in is positive
for all f > 2, one immediately concludes that the stronger the correlations of disorder (i.e., the larger is
parameter ), the larger is the size ratio g(f) and thus, the smaller is the distinction between the size
measure of a star and linear polymers of the same molecular weight. In figure [6] (a), we present the
estimates for the size ratio as a function of the number of arms f obtained by a direct evaluation at
several fixed values of the correlation parameter &. Besides an expected increase of g'®(f) with growing
0 at each fixed f, we also notice a decrease of the size ratio with f for any fixed 4. As can be seen from
(4.40), this occurs already at the gaussian approximation: re-arranging the monomers of a linear chain
into the shape of a star naturally leads to a smaller size and this effect becomes stronger when the star
has more arms.

Another interesting aspect results from a qualitative comparison of the impact of a long-range-correlated
disorder on the size ratio with the impact of the excluded volume effect in a pure solvent. We consider

the ratio:
gPure(f) _1_(£_§) l_S(f—l)(f—Z) —ln(2)4(f_1)(3f_5)
gR(f) - 8 4/|2 3f-2 3f-2

In figure[6l(b), we present the evaluation of this ratio as a function of f at three dimensions (taking € = 1)
and several fixed values of correlation parameter 0. Note, that a correlated disorder with § = 0.5 plays
the role of “marginal”, separating a region where the ratio increases with f (at 6 < 0.5) and a region
where it decreases with f (any 6 > 0.5).

Let us recall that with the critical exponents v} and y]LCR that we obtained in the present
paper in the regime of annealed disorder, we restore the corresponding exponents that govern the scaling
of polymers in solutions in the presence of a quenched long-ranged correlated disorder, studied by us ear-
lier [36,37]. This supports the statement of equivalence between the annealed and quenched averaging
when dealing with polymer systems. Thus, our qualitative estimates for the size ratio of star and linear
polymers in annealed correlated disorder also holds for the case of quenched system:s.

Note that our results are based on the first-order perturbation theory expansions and provide a qual-
itative description of the impact of structural disorder on the quantities of interest. To obtain reliable
quantitative estimates, the higher order analysis would be worthwhile, which is the subject of our forth-
coming studies.

+In(f)|. (.1)
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Appendix

Here, as an example we evaluate the analytic expression corresponding to diagram (9) in figure [
(shown more in detail in figure[7) presenting contributions into the radius of gyration of a star polymer.
We have for this contribution:

S
— 1L dri(s)]?
o117 (s2)—F1 (51)] = _b f@re —= fds[ : ]
( )©) 0 Xp 2; ds
0
S S
xe‘iﬁm(”)‘msl”fds’fds”fd%e‘im“/)‘%"”.
$2 0
Rewriting the last exponent:
— ik [F1(s) = Fo(s")] = =ik {[F1(8) = Fa(s2) ] + [Fa(52) = 1 (s1)] + [Fa(s1) = 2 (s ]}, (5.2)
1
1.4
091 E
= 1.3} ]
— 0.8} 1 e 12f ,
= 0
2= 07} [ XX ]
o0 S
0.6| ] 0
=
0.9} ]
0.5 ] T
0.8} ]
Al
0 0.7} ]
o3 o6 .
23 4 5 6 7 8 9 10 2 3 4 5 6 7 8 9 10
(a) (b)

Figure 6. Left: the size ratio (4.42) as a function of f at different values of correlation parameter §. From
below: § = 0.1, § = 0.5, § = 1.0. Right: the ratio (GI) as a function of f at different values of correlation
parameter 8. From above: § = 0.1, § =0.5, § = 1.0. In both (a) and (b) we fix the value of parameter ¢ = 1.

Figure 7. Example of diagrammatic contribution into the radius of gyration of a star polymer 15).
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and making use of @.3)-(@.35), one arrives at:

S
— dr; 2
<e—167[r1(52)—r1(51)])(9) = _bOf@reXp _ fds[ rz(S)] To(d) (5.3)
0

1
23 ds

i=

with:

Iy(d)

5 3 201 ” G+02
[aor[a¢ [aeFlémmad 8 )
0 $2

S S
2 2(1 1 -
q - k2 AT (50—
e—T(sz—sl)fds//fds/fdke 5 (s +s) Gk(s2—s1)
0 S$2
S S

ﬁ (sp—51 )2

i -
(2n)_d/2e‘7(52_51)fds"fds' (s"+5) e W (5.4)

0 S2

Taking the derivative over g according to (4.16) we get:

0ly(d)
0q>?

s s
@)~ %2d(s, —sl)fds"fds' (s"+s')_d/2
0

q=0 5

S S
_(2ﬂ)—d/2d(32_sl)zfds//fdsr (S//+S/)—d/2—l
0

$2

- d(sz — 1) _ - _ _
— (o4 96)2-d/2 _ 2-di2 _ o2-di2 , 2-di2
e e | @9) (S+52) §EI g g
- d(s; - s1)* - - - -
_ diz 1-di2 _ 1-di2 _ ql-di2 | 1-d/2
n) e X (S+52) sty i) 55)

Finally, the contribution into the gyration radius can be found by integrating over s1, s». Note, that
the Gaussian integral in (5.3) cancels against the numerator when averaging is performed.

The expressions corresponding to other diagrams in figure[d are listed below (note, that I(d) and I(a)
arise, correspondingly, when treating interactions with couplings by and wy, respectively). The factors
(27)~%'2 and (27)"%'? in front of each integral are omitted.

S S2 2 2
z —drz &2
hd) = e (Sz_mfds”fds’ (s"=s)Te? ",
S s1
S2 S1 2 (I 2
2 qc (s'—s1)
q g L
L(d) = e_T(SZ‘Sl)fds”fds’ (s" =) 412 o7 @y |
51 0
72 5 o —dl2 ﬁ (sz—sl)z
L(d) = 6—7(52—51)fdsllfdsl (S"—S’) e? (79,
$2 0
S S”
i —dr2
Ld = e 2 (Sz_mfds”fds’ (s" =) ,
S $2
, 51 S
& (g —di2
Isd = ez Sl)fds"fds’ (s"-5") 2.
0 0
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s S”
—ﬁ(s —s1) : 1" rea o n—dl2 ‘7_2(5”_5)
Id = ez [ds" [ds (s"-5) ez v
$1 s1
5 S S1
- (52— —dr2
Ld = ez S”[ds”fds/ (s"+s)7%°,
0 0
S $2
2 qz (S/7S1)2
Iy(d) = e_q?“z‘s“fds”fds/ (s"+5) e 7 wwm,
0 $1
S S
2 7 (s-sp?
Iid) = e—%(sz—n)fdsufdsl (s"+s')_d/2e7 EEv
0 S2
X S S
q -_—
Lold) = e‘?(sz—snfdsr/fds/ (s”+s’) d/2’
0 0
S S”
i —di2
) = e_T(SZ_S“fds”fds/ (s" =57,
0 0
S S”
i —di2
ha(d) = e_T(S”Sl)fds”fds/ (s"=s)""7,
$1 s1
qz S S1 L ﬁ (Sl_SI)Z
Ls(d) = 6_7(52+51)fd8’,fd8, (S”—S’) e? (")
$1 0
) s] S” )
_ o T lsats) " P 2 T (575"
L4(d) e ds" | ds' (s"—s e ,
0 0
S s
—ﬁ(s +51) " v, n—dl2 é (Sl,,ﬂz,)z
Ls(d) = e 2" [ dd" [ ds' (s"+5) e T+,
$2 s1
qZ S2 S —ar ﬁ (31+S//)2
Lgld) = e_T(szﬂl)fds”fds’ (s"+s) e T T,
0 S1
5 $2 $1 )
— —%(524—51) " I n-dal2 "7(5”4.5')
h7(d) e ds” | ds’ (s" +s e ,
0 0
qz S 2 ﬁ (2
— — 5 (s2+51) " 1 N2 T
hg(d) e ds” | ds’ (s" +s e ,
0 0
7 ‘ ’ —ap L2
Le(d) = e_T(S”Sl)fds”fds/ (s"+5) WPz W,
82 0
S s"
i —di2
Io(d) = e_T(”“l)[ds”fds/ (s"=s)""°,
0 0
, S s
_ _
Li(d) = e 2 (Szﬂl)fds”fds' (s"+5) 2.
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Disorder effects on the static scattering function of star branched polymers

Bnnue 6e3napy Ha CTaTUYHY PYHKLiIO PO3CiIAHHA 3ipKOBMX
nonimepis

B. bnaBaubkal, K. doH depbep?, 10. ronosadl

1 IHCTUTYT $i3nkm koHAeHcoBaHMX cuctem HAH YkpaiHu, 79011 NlbBiB, YkpaiHa
2 [locnigHnLLKIi LieHTp NpukaagHoi MaTemaTukm, YHisepcutet KoseHTpi, CV1 5FB KoBeHTpi, BennkobputaHis

3 IHCTUTYT TeopeTuyHoi ¢isukm II, YHiBepcuTeT iMm. MaiiHpixa MaiiHe, D-40225 Aroccenbaopd, HimeuunHa

MpeAcTaBNeHO aHani3 BNAWBY CTPYKTYPHOro 6e3nafy Ha CTaTUuHy QYHKLIiH0 PO3CIiHHA f-TiIKOBOro 3ipkoBoro
nonimepa y d-BUMipHOMY NpoCTOpi. PO3rsIHYTO MOZAe/b 3ipKOBOro No/liMepa y XOPOLLOMY PO3UMHHIKY B NpU-
CYTHOCTi CTPYKTYPHUX AedeKTiB, CKOPeNbOBaHUX Ha BEUKUX BiAAANSX T 3TiAHO CTEMNEHeBOro 3akoHy ~ r~ %,
3okpeMa, MU LiKaBMMOCh BigHOLEeHHAM g(f) iHTeHCMBHOCTeli pO3CiHHSA 3ipkoOBOro Ta JiHiiHoro nosnimepis
O/HaKOBOI MONEKYAAPHOI MacK, Lo € YHIBEPCaNbHOW, eKCMepUMEHTalIbHO CrocTepeXyBaHOK BeNUYNHO.
Mw 3acTOCOBYEMO MeTOZ NPSIMOro MOMIMEPHOro MepeHopMyBaHHSA | BUKOPUCTOBYEMO MOABIHWMIA € = 4 —d,
0 =4 - a-po3knaj. 3HaligeHo 3pocTaHHs BennynHy g(f) i3 3poctaHHAM napameTpa 0. TakuM YAHOM, 3pOCTaH-
HA KopensLilii 6e3nagy NPYBOAUTL A0 3MEHLLEHHS BiAMIHHOCTI MiXXK pO3MipoM 3ipKoBuMX Ta NiHiHWX NoniMepis
i3 0jHaKOBOI MONEKYNAPHOIO Barot.

KntouoBi cnoBa: rosimepu, CTpykTypHUi 6e3/1a4, yHiBepcaibHiCTb, peHopManizayiriHa rpyna
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