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Segment Motion in the Reptation Model of Polymer
Dynamics. 1. Analytical Investigation
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We analyze the motion of individual beads of a polymer chain using a discrete
version of De Gennes' reptation model that describes the motion of a polymer
through an ordered lattice of obstacles. The motion within the tube can be
evaluated rigorously; tube renewal is taken into account in an approximation
motivated by random walk theory. We find microstructure effects to be present
for remarkably large times and long chains, affecting essentially all present-day
computer experiments. The various asymptotic power laws commonly con-
sidered as typical for reptation hold only for extremely long chains. Further-
more, for an arbitrary segment even in a very long chain, we find a rich variety
of fairly broad crossovers, which for practicably accessible chain lengths overlap
and smear out the asymptotic power laws. Our analysis suggests observables
specifically adapted to distinguish reptation from motions dominated by dis-
order of the environment.
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. INTRODUCTION

The reptation concept, introduced long ago by De Gennes,!" has become
a basic scenario of polymer dynamics. It deals with the motion of a flexible
chain surrounded by a network of impenetrable obstacles. Originally it has
been proposed for understanding the diffusion of a polymer through a gel,
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but it widely is used also to analyze the dynamics of polymers in a melt or
in a dense solution. A recent review may be found in ref. 2.

The basic idea is best explained for polymer diffusion through a gel
that is swollen by some solvent. The gel consists of polymer strands that
are chemically linked together to form a three dimensional network. In the
solvent filled space between the strands some free chain not chemically
linked to the gel may exert a Brownian motion. The hard core interaction
with the strands of the gel constrains this motion to a “tube” that is defined
by the strands surrounding the instantaneous chain configuration. Due to
crosslinking, these ‘topological constraints’ are essentially fixed. (The ther-
mal motion of the gel is neglected.) The array of topological constraints
forming a tube around the instantaneous chain configuration is one impor-
tant ingredient of reptation. The second important ingredient of De Gennes’
theory is the specific mechanism of microscopic chain motion within the
tube. Since the chain is highly flexible, it cannot move as a whole like a
rigid body, but it moves through thermal displacements of individual
segments. It also does not lie stretched in its tube, but as a consequence of
flexibility and entropy, there will be a finite density of small wiggles or side
loops of “spared length.” These wiggles, called “defects” by De Gennes,
exert a diffusive motion along the chain and thus along the tube. This is
taken as the basic dynamical mechanism.

If a defect reaches a chain end, it can be destroyed, thus prolonging the
tube by its spared length in some random direction. A chain end can also
contract into the tube, thus creating a defect and destroying the end of the
previous tube over a distance of its spared length. This mechanism results in
a thermal motion of the chain ends, which gradually destroys the original
tube until finally the chain has found a completely new configuration.

Accordingly, the calculation of dynamical correlation functions in the
reptation model can be decomposed into two well separated steps. The first
step is the one-dimensional diffusion of conserved defects along the chain
as the basic thermal motion. This yields the curvilinear displacement of
some interior segment along the tube, and tube renewal at the chain ends.
The second step consists in embedding the segment displacement into real
space by taking the (equilibrium) random walk configuration of the chain
and thus of the tube into account.

Treating defect dynamics in a continuum approximation, De Gennes‘"’
showed the existence of several characteristic time scales and derived
asymptotic power laws. We here recall some of the results, using notation
adequate for a discrete chain composed of N segments.

There emerge three characteristic time scales. A microscopic time

Ty~ N®
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is needed for the chain motion to feel the constraining environment. For
shorter time intervals the chain does not properly realize that it is confined
to a tube. A second time

T2~N2

is of the order of the Rouse time, i.e., the longest relaxation time of a free
chain. In the present context it, however, has a quite different interpreta-
tion: It is the time a defect needs to diffuse over the whole length of the
chain. The third scale

T3~N3

is known as “reptation time.” Time intervals of the order of 7 are needed
to completely destroy the original tube.

We now consider the average displacement in space of some internal
bead j of a chain of length N:

g1 N, )= (r,(0) = 1,(0)*> (1.1)

The bar indicates the average over all defect motions along the chain, and
the pointed brackets denote the average over all tube configurations. The
reptation model predicts

I ToxtxT,
g N, )~ (YN)? T,«<t<T, (12)
t/N? T,<<t

Note the asymptotic nature of these results. In precise mathematical terms
the first line of Eq. (1.2), for instance, reads (we use the notation j= j/N}:

lim [t~ lim g,(j, N; £)] = const
L= N«
7 fixed 1, j fixed

These predictions therefore concern long chains and times large on micro-
scopic (T,) or even mesoscopic (T,, T3) scales. Similar results for other
quantities like the motion of the center of mass have also been derived.
Much work has aimed at extracting these power laws from simulation
data or physical experiments on polymer diffusion mostly through melts,
dense solutions, gels or spatially fixed, but disordered configurations of
obstacles. On a superficial level, the expected behavior is seen, but closer
inspection proves the outcome to be inconclusive. For instance, for the
central bead of the chain one finds some slowing down of the motion that
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according to most simulations in some intermediate range seems to follow
an effective power law

g <%,—, N, t>~t*’, 03<x<04

This regime immediately is followed by a smooth crossover towards free
diffusion: g, ~ ¢, with no proper indication of a ¢'*-regime. For the center
of mass motion the results likewise are unsatisfactory.

The interpretation of these results is quite ambiguous. In melts and
dense solutions a slow relaxation of the surrounding medium, known as
“constraint release,” will play a role.® For gels, there exist hints that some
types of disorder may strongly modify the chain dynamics.**”” Also a quite
trivial effect should be noted: The bead motion of a simple Rouse chain in
a straight tube of finite diameter shows a crossover from three dimensional
motion at short times to one dimensional motion at larger times, that
closely resembles simulational results found in the literature, but that has
little to do with reptation. Nevertheless two results of the simulations
deserve special interest here: Following the change of chain configurations
with time, Kremer and Grest'® convincingly demonstrated that the tube
concept is valid even in melts. Again in a simulation of melts, Shaffer® did
a controlled study of the influence of chain impenetrability, showing that it
strongly modifies the motion of a test chain.

This situation clearly longs for a detailed study of the pure reptation
scenario, suppressing all additional background effects. A first notable
attempt was undertaken by Evans and Edwards.'”) Their work, however,
suffered from short chains and poor statistics. In their model they con-
sidered the motion of a random walk chain on a cubic lattice with a second
(dual) cubic lattice (with lattice points on the centers of the cubes of the
original lattice) representing the obstacles. The two-dimensional version of
the model is shown in Fig. 1. We have carried through new extensive
simulations of this model, and our results are described in detail in a
second paper.!'" Here we only note that we indeed find a #"/*-regime, (as
well as indications of a ¢'”-regime), but even under the most favourable
circumstances it is fully developed only for quite long chains and sur-
prisingly long times.!'> Most of the time regime is covered by broad cross-
over regions.

To understand these results, it needs a more detailed analytical evalua-
tion of the reptation model, giving quantitative results for functions like
2.(J, N, 1) also outside the asymptotic limits. Particular attention should be
paid to the time regime (< 7T,, since present day simulations for long
chains hardly can reach the regime ¢>> T,. Furthermore we should look
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Fig. 1. The Evans-Edwards model in 2 dimensions; A piece of a chain on a square lattice,
showing two hairpins, The crosses indicate the obstacles. The hairpins are the mobile units
corresponding to the “defects.”

for quantities which allow for a clear distinction between reptation and
Rouse-type motion in a disordered environment. The present work is
devoted to that task.

In view of the (computer-) experimental sitvation we also should
account for short time effects. Though these effects to some extent will
depend on the microscopic model, it for the interpretation of the data is
most important to get some feeling for their typical character and range.
We thus use a fully discretized version of the original De Gennes model,
adequate for an ordered lattice of obstacles. Depending on the time regime
we calculate g,(j, N, ¢) and related quantities either rigorously or in a
seemingly quite good approximation. For large times some of our results
with small modifications also could be extracted from equations given in
ref. 1. As shown in the second paper"'"’ our analytical results perform very
well in explaining the Monte Carlo data. They thus provide a firm basis for
the study of polymer motion through more complicated environments like
melts or a disordered background. A short account of some of our analyti-
cal and numerical results has been published in ref. 12.

We should delimit our work from two related, but different lines of
approach. Rubinstein!® proposed a similar lattice model, that nowadays
widely is used in the theory of electrophoresis. Compared to his model
our approach is simpler, since without external fields the defect motion
decouples from the chain configuration. As a result, we can calculate
dynamic correlation functions analytically. Doi and Edwards,"* in their
work on melts, retained the tube concept but abstracted from the specific
dynamical mechanism of defect motion. They consider the diffusion of a so
called “primitive chain,” which is a fictitious object fixing the tube con-
figuration. In the large time regime ¢ >> T, this approach is equivalent to
De Gennes’ model, but for shorter times the intrinsic dynamical mechanism
should not be ignored. Doi''® extented this theory by adding internal
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Rouse dynamics, thus considering a (stretched) one dimensional Rouse
chain in a tube. If we ignore the discreteness of the defect motion, our
results reduce to those of this model, and for those aspects of the tube
renewal specifically considered in ref. 15, we then find similar results.

This paper is organized as follows. In Sect. II we define our model,
and we derive expressions for physical observables. We mainly will con-
sider the single-bead motion. Quantities like the center of mass, which
involve two-bead correlations, in principle are accessible also, but will not
be considered here. In Sect. Il we derive the generating function of the
moments of the single bead motion. It yields rigorous expressions for quan-
tities like g,(/, N, t), as long as the bead j on average still sits in a part of
the original tube. The analytical and numerical evaluation of our results in
that time regime is contained in Sect. IV. Section V deals with end effects,
presenting a step towards the description of tube renewal. The calculation
of g,(0, N, tr) amounts to determine the average maximal value within the
time interval [0, ¢] of a correlated stochastic process. For this problem no
rigorous solution is known. We use a “mean hopping rate” approximation,
that is rigorously valid for uncorrelated, i.e., Markovian processes. In the
same spirit, we then evaluate the effect of tube renewal on some arbitrary
bead j for times ¢ < 75, and we estimate the reptation time 7. Finally
Sect. VI summarizes our findings. Some useful formulae and more com-
plicated calculations are presented in appendices.

Il. MODEL AND OBSERVABLES

A. Construction

In constructing our model, we are guided by reptative motion of a lat-
tice chain. Assume for simplicity that the chain is represented by a random
walk of N steps (segments) on a square lattice of lattice constant £,. The
configuration is fixed by the bead coordinates {ry(¢),..., rp(¢)}, which give
the positions of the N+ 1 endpoints of all the segments. A lattice of
impenetrable obstacles occupies the centers of the cells of the first lattice,
see Fig. 1. The obstacles exclude any kink jumps or more complicated
modes of motion, and leave only tips of hairpins, ie., beads j with
I, =T,_,, free to move. r, then can move between all sites neighboring
r;_,. If the hairpin happens to lie down on the chain, it can stand up on
a different bead, and so diffuse along the chain. If a hairpin (ie., a “defect”)
diffuses across a bead, it displaces it by the spared length 24, along the
chain configuration. Of course, also the endpoints are free to move, and at
the ends hairpins are created or destroyed. In our simulations we used the
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three-dimensional version of this model, that originally was proposed by
Evans and Edwards.""®

Abstracting from this concrete realization, we consider the chain con-
figuration as a random walk of N segments of fixed length £, that hence-
forth will be taken as the unit of length. The defects are modelled as par-
ticles sitting on the beads of the chain. Each particle represents a defect of
spared length Z,. It can hop to each of the two neighbouring beads along
the chain with probability p. For a given particle, the other particles are
assumed to be just a part of the chain, so the particles do not interact, and
each particle diffuses not along a primitive chain, but along the whole ran-
dom walk configuration of the chain with length N, which corresponds to
a physical chain of length N+ ¢,. This allows us to take independent
averages over the particle diffusion along the chain and over the random
walk configuration of the chain in embedding space. We introduce the
equilibrium density p, of particles as the average density of particles per
bead. The assumptions of the model will be further discussed in Subsect.
IL.B below.

As pointed out above, at the chain ends (beads 0 and &) defects can
be destroyed or created. We can turn this grandcanonical problem into an
easier treatable canonical one by coupling the chain ends to large virtual
particle reservoirs, located at bead 0 or N, respectively. A particle may hop
from bead 1 (N — 1) into reservoir 0 (N ) with probability p. It may hop out
of the reservoir onto the chain (from 0 to 1, or from N to N — 1, resp.) with
probability p... We put M particles into the system. Taking p,., ~ 0 and
M — o0, with pp,= p,..M/2 fixed, each reservoir becomes a source of par-
ticles hopping independently into the chain and also a sink absorbing
particles from the chain end, such that the proper particle dynamics at the
chain ends is achieved. This canonical formalism allows a very simple
calculation of the displacement of some bead through simple book keeping
of the change of particle number on one side of the bead.

The calculation of the displacement of a bead j thus decomposes into
three steps: (i) Calculate the motion of an individual particle on the one-
dimensional chain. (ii) Calculate the balance of particles, that have moved
over the bead j within the time of consideration. (iii) Determine from this
balance the displacement of the bead in three-dimensional embedding space.

Let us first characterize the motion of the individual particles on the
chain. P,(J, 1) is the probability, that a given particle at time ¢ sits on bead
J, 0< j< N. This probability develops in (discretized) time according to the
equation

N
Pi(jt+ )= Wy P 1) (2.1)

=0
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with the hopping matrix for all 0<j< N

Wip=(1=2p) 0y +p0) y syt 4)  for 1<) SN-1
Wio=Presdii + (1= Pres) 610 22)
Win=PresO— 1+ (1= Pres) O

The normalized stationary solution of Eq. (2.1) takes the form

PE(J)=(1/pY/LN = 1)/p +2/pes]
P(0) = PEI(N) = pPEV(J)/Pres

{2.3)

for 1 < j<N—1. We have defined the equilibrium density of particles on
the chain (beads 1 to N—1) to be p,, and we thus have for any one of the
M particles

Pl jy=2=, I<jg<N-1 24
(D=3 J (24)
This fixes p e,
2 1
pres=ﬁp+0<w> (2.5)
and results in
. . 1/, N-1 I
P(I q)(())=P([ q)(N)=§<l YA p0+0<M—2>> (2.6)

So far we have defined a standard and readily solved problem of hop-
ping dynamics. The special features of reptation emerge when we turn to
the physical observables, filling in steps (ii) and (iii). We first consider the
motion of a bead j within a time interval short enough that it stays in the
tube defined by the initial configuration {r,(0)}. (See Fig. 2.) At time ¢
the displacement of that bead along the tube is given by

Ln(j )y =4[n_(j,t)=n, (), 1] (2.7)

where #.(/, ) is the number of particles that have passed over bead j
within time interval [0, ] from the “left” (j' < j) or from the “right”
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Fig. 2. Reptational motion. The full line gives the initial chain configuration. The broken
lines are the new parts found at time ¢. Arrows point to j. or j, respectively. The motion
of a bead in the original tube is indicated, by its initial (heavy dot) and final {shaded circle)
positions.

(j' > j), respectively. (Thus n(j, 0) =0 by definition.) Since the tube con-
figuration itself is a random walk, bead j in real space is displaced by a
random walk of 4, |a(, ¢)} steps. We thus find

81(js Ny 1) = {(r;(8) = 1;(0))*> = ¢, [n(j, )] (2.8)

We here and in the sequel pay no special attention to the situation where
at time 0 or ¢ a particle sits right on top of bead j. In comparison to
experiments such configurations will yield a small time independent con-
tribution to g,(J, N, ¢), (which we discuss further in ref. 11).

We now turn to the motion of the ends of the chain. This intrinsically
is the problem of tube renewal. We again consider the situation of Fig, 2,
where at time ¢ a part of the original tube still exists that at time 0 was
formed by the beads j_ < j' < j.. (Note that j is an index of the bead at
all times, and of the tube at time 1 =0.) We concentrate on the motion of
chain end j=0. The length j . on which the original tube is destroyed from
the left till time ¢, is determined by the minimal particle occupation of
reservoir j=0 within time interval [0, ¢], or equivalently by the maximal
contraction of the chain into the tube

J o =t (1) (2.9)

Nmax () = max {n(0,5)} 20 (2.10)
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The newly formed piece of the tube at time ¢ has length j . — £, n(0, ¢). Thus
the end bead effectively has been displaced by a random walk of length
2j . —¢,n(0, t), and we find

g1(0, N, 8) = {(ro{t) = 16(0))*) =24, 1o () —4,n(0, 1) (2.11)

Since the particle motion obeys detailed balance, the stochastic process
n(j, s) is invariant under a change of sign, and the last contribution in
Eq. (2.11) averages to zero. Our final expression reads

gl(oa N, t)=2{:vnmax(t) (212)

An end bead is immediately subject to tube renewal. If we now con-
sider some internal bead j, 0 < j< N/2, it initially will move within the
original tube, but will feel the tube renewal for sufficiently large times. In
discussing this superposition of the two modes of motion we assume ¢ < 775,
such that a part [ j_, j. ] of the original tube still exists. Furthermore we
restrict ourselves to j << N/2, so that bead j is affected by tube renewal from
the closer chain end 0 only. For a given realization of the stochastic process
we have to distinguish two situations, corresponding to the two cases
discussed above:

(@) j.<max{j, j+£n(j,t)}, Le, either the initial position or the
end position of bead j at time ¢ is still in the original tube. Then
the bead is displaced by a random walk of Z |n(}, #)] steps.

(b) j.=max{j, j+4n(j,t)}. The bead is displaced by a random
walk of (j. —j)+(j. —Jj—4n(J, 1)) steps.

Combining these results and taking averages we find (recall Eq. (2.9))

&1 N, ) =4, |n(j, ] [1 = Ol Rae(1) = J) OUlinme(£) — j— 4n(J, 1))]

N ziv(znmaxm —n(j.1) —§>

5

X O(¢ 1 max(t) — J) O Nnay (1) — j— 4,004, 1)) (2.13)
where we introduced the discrete ®-function

1, k=0,1,2,3,.

0, =—1, -2, -3,.. (2.14)

O(k) = {

It is easily checked that this expression generalizes the special cases dis-
cussed above. Equations (2.8), (2.12), (2.13) are exact expressions in our
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reptation model. They hold as long as a part of the initial tube survives,
i.e., for times t < T5.

B. Discussion

Our model is no one-to-one transcription of any model used in
simulations. Some modifications have been mentioned above: The particle
moves along an effective chain of length N, the physical chain being longer
by the spared length of the corresponding defect. If a particle sits right on
top of bead j, the spatial position of the corresponding bead of the physical
chain may differ from r; by a vector of length //2. Also end beads can
move around without forming a defect, a motion not taken into account.
All these effects, however, are relevant for the motion on microscopic
time scales only, and they can easily be corrected for in comparison with
experiments. Furthermore our model implicitly assumes a tube of micro-
scopic diameter ~4,, leading to pT,~ 1. We will see, however, that the
discrete nature of the motion is felt for much longer times.

The assumption of noninteracting particles may be more serious. Even
in a random walk chain, realistic defects experience a kind of interaction,
if they meet on the chain. They may merge and form a larger defect, which
has to decay before the defects can travel on. This corresponds to a scattering
process in the particle picture. In our model the average effect of these
processes is absorbed into the effective hopping rate, which is a model
parameter that sets the elementary time scale. Only anomalously large fluc-
tuations in the local defect density could invalidate our results. Since we are
concerned with the dynamics under equilibrium conditions, we can estimate
the probability of such fluctuations from the equilibrium configuration of
a random walk on a hypercubic lattice. For a simple estimate note that the
density of defects is proportional to 1/(2d) with 2d the coordination
number of a hypercubic lattice. The probability of larger defect structures
is found to decrease exponentially with the number of defects involved. We
therefore expect that the scattering processes do not seriously affect the
model.

We also would like to comment on two questions related to the basic
philosophy of the approach. Firstly, where in our model does the assump-
tion of a regular lattice of obstacles come into play? This happens in two
ways. If the obstacles are irregularly distributed in such a way that they
occupy some spatial volume otherwise accessible to the polymer, the polymer
or parts of it might be confined to entropic traps. As a consequence the
simple random walk type embedding of the tube into real space is invalid.
A second effect of disorder is present even for purely topological constraints,
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which hinder the motion but exclude no finite space for the static polymer
configuration: In such an environment, the random walk configuration of
the chain is unchanged, but the mobility of the defects depends on their
spatial position. Both effects effectively couple the defect motion to the
chain configuration.

Secondly, we comment on our notion of the tube. In a lattice model
like that described at the beginning of this section and in Fig. 1, the tube
may be defined as the non-reversal random walk configuration of the chain
constructed by cutting off all hairpins, double hairpins, etc. Since, however,
defects have to move along the whole chain, not only along its backbone,
the thus constructed tube has no immediate relevance for the microscopic
motion. We thus here use the word “tube” as synonymous to the instan-
taneous full random walk configuration of the chain. This definition allows
us to proceed much further in our analytical approach.

We finally comment on the generalization of our model to self-repelling
(excluded volume) chains. First of all, if the reptation model is applied to
melts or dense solutions, it is typically argued, that the self-repulsion of the
individual chain is screened by the presence of the other chains, such that
each chain, though repelling, has a random walk configuration over longer
distances. In an regular array of fixed obstacles, however, self-repulsion has
nontrivial effects. Technically, we have to distinguish the effect of the
repulsion among beads spaced a small or a large distance along the chain.
On small distances, |j, — j,| = O(1), the repulsion among beads j,, j, will
change the precise physical realization of the defects as well as their
density, and it will lead to a readjustment of the effective hopping rate,
similar to the scattering processes addressed above. This consideration also
applies to models for melts etc. The nontrivial aspects of the excluded
volume problem, however, are due to interactions of beads spaced far along
the chain. Now it is known that the excluded volume interaction decreases
the probability of close encounter of such pairs of beads, to the extent that
the number of close encounters, appropriately corrected for the effects
of pairs close along the chain, vanishes for an infinitely long chain.'®
The excluded volume therefore should have no nontrivial influence on the
defect dynamics. Only the static configuration of the chain must respect
excluded volume statistics. We thus conclude that Eq. (2.7), for instance,
for an excluded volume chain in a regular obstacle lattice to first approxi-
mation should be replaced by

&0 N, 1) =4(In(j, D> (2.15)

where v = 0.588 is the excluded volume (Flory) exponent. A more accurate
treatment should build upon the known internal correlation functions of
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the excluded volume problem. Qur other expressions are subject to similar
modifications.

ll. GENERATING FUNCTION AND MOMENTS

To calculate the thermal displacement g,(/, N, 1) in space of a bead j
of the chain, we have to control the stochastic variables a( J, ) and n(0, s)
for 1 <5<t of particle motion along the chain. We thus introduce the dis-
tribution function

{n } n, ja nn(j 1) n 5n n(o, s) (31)

s=1

as well as the generating function

+ o + L
PU{x} X 0= 3 X l—IX"‘J N
n=—w {n}=—0 s=1
_
:xn(j,l) n xn((),.s‘) (3.2)

s=1

To find a manageable expression for n( j, t), we now take advantage of
the fact that by construction of the model, the number of particles is
conserved. We thus can calculate n(j, 1) as the change in the number of
particles found at positions j' < J:

M
Z [0 —j(m, 0))—BO(j—jim, 1))] (3.3)

This expression is valid for all j including j=0 and N. j(m, s) is the bead
where the mth particle sits at time s. Equation (3.3) thus expresses n(J, )
in terms of single-particle coordinates.

Since the M particles move independently, we now can rewrite Eq. (3.2)
as

2({x}, x; ) ) =10(x}, x5 /, )] (34)

where Q(---) is a single particle contribution.

!

Q({Xs}, X3 J, Z)=x9uffo)7@(j</,) H x.(:ojoﬁéo_,‘\, (3.5)

s=1
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(Note that from Eq. (2.14), @(0 — ) =4y, , j,>0). Here j, is the position
on the chain where the particle considered sits at time s. Writing out the
average explicitly, we have to evaluate the expression

¢

N
Q({xs}3 x; j, t) = Z x@(j'jo)‘a(j‘-’}) I—[ xiﬂng()Ojv\.
{dgs Jyvees Sy} =0 s=1

x [T W, PSV0) (3.6)
=1

Aiming at the limit M — co, we need to calculate Q(---) including
terms of order 1/M. Since both the hopping rate p ., from a reservoir onto
the chain and the probability P{*(j,) with 1 < j, <N —1 to find the par-
ticle on the chain initially, are of order 1/M (cf. Egs. (2.4), (2.5)), we need
to consider two types of processes only:

(i) The particle sits on the chain at time ¢=0. If during its walk it
is caught by a reservoir, it is not allowed to leave it again.

{ii) At r=0 the particle sits in a reservoir. It may leave it, but if its
caught by a reservoir again, it may not jump on the chain a
second time.

The contributions of these processes are easily expressed in terms of the
Green’s function for the particle walking on the chain.

GO =(W*),, 1<), j'<N-I (37)

Here W, is the matrix W (Eq. (2.2)), restricted to the subspace 1< J,
J'<N-—1. To give an example we consider a special process of type ii):
namely that the particle sits in reservoir 0 at time 0, and on some bead ;'
with j< j' <N at time ¢, ie., still on the chain, but on the other side of

bead j. The contribution of all such processes to Eq. (3.5) reads

! N—1] I3
Y x x ] xg PCVOYWog) ™ pres G0 —5)

s=1 j'=j+1 &=

__p(lp d Nl i . 1
= X, x s G0+ 0(5m

& iI=Jj+

where in the last line we used Egs. (2.2), (2.5), (2.6). The factor of x
accounts for the fact that j, =0 < j, whereas j,= j' > j. Furthermore, after
the particle has left the reservoir, each time step s’ contributes a factor x,..
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All other possible processes can be evaluated in the same way. The calcula-
tion is straightforward. The expressions can be simplified by using the well
known explicit form of G{))(s):

2 Nt k
GPs)=g T sin <1\Ir€ >sm (%,) o (3.8)
k
=1—dpsin? |~ 9
o p sin <2N> (3.9)
We here only summarize the final results for (3.5):

Q({x,}, x; j, 1) = 1+——[Q(x 50+ Q({x}; 0+ Qa({x,}, x: j, )]

(3.10)
Q‘(x;j,t)=po<x+£—2>A,(j, f) (3.11)
A =2 LS () OSUERINI 4 ) 312)
N 2N =, sin®(nk/2N )

Qx({x,}; 1) =pop ; (I;I x;! +I} Xy — 2)

><< 1 x;‘-l)Az(sz—s,) (3.13)
smsrl

=3NZ] o, sin <Alf> (3.14)

Ou({xJ. x: ’>=P°”§[("“)<S,§_S"f—‘>
+(x“'—1)( JL[ ]x;‘—l>] Ax(j, 8) (3.15)
w525 oo (B eor((11)) 16



1340 Ebert ot al.

Some useful properties of the coefficients A4,, b=1, 2, 3, are collected in
appendix A. Substituting Eq. (3.10) into Eq. (3.4) and taking M — co we
find

P({x}, x5 J, ) =exp{Qi(x; j, ) + Qo {x,}; ) + Qs{x}, x5 )} (3.17)

We have written this result in a form that factorizes into a contribu-
tion Q, giving the statistics of n(J, #), a contribution Q, giving the statistics
of the occupation {n(0,s)} of reservoir 0, and an interference term Q.
Note that summation over some variable n, or # in 9( {n,}, m j, 1), simply
amounts to setting the corresponding variable x, or x in 2({x,}, x; J, #)
to 1.

At this point we can formally establish the connection to the model of
a Rouse chain in a tube.''"> We write x =", x,=e" and we expand to
second order in ¢, ¢, to find

01+ 0:+ 0~ 0,({o.}, 9 ), 1)

= po0?%,(1) - 22 ?:1 0,0 L Fi51) + Fool52) — Gl 152 — 511))
— oy Zl 0.L90(5) + % (1) — Gy (1 —5)) (3.18)
where
Gy =54 LIS () gy SOSUTKNIG+ 1) cos( (kN )+ 4)

TN 2N & sin®(mk/2N )

(3.19)

We here used Eqs. (A.7), (A.12) of Appendix A to evaluate summations
over A,(s) and A,(j, s). In the limit s — oo and ps fixed, %,.(s) reduces to
the propagator of the bead motion in a one dimensional Rouse chain of
length N — 1. For the moments which can be derived from (,, we in this
limit recover the results of the model of a Rouse chain in a tube.
Returning to our full expressions we note that the simplest quantity of
interest to us in the sequel, is the distribution of n(J, t), irrespective of the
occupation of the reservoirs. Putting x,= 1 for all 1 <s<t, we find

. I d
Aim 1) =5 = § = x " exp(Q,(x: 1. 1) (3:20)
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Qi(x; j,t) (Eq. (3.11)) is invariant under the substitution x — 1/x, which
leads to

Bn, j,)=P(—n; j, 1) (321)

This expresses detailed balance to hold in our equilibrium problem. (Of
course, also invariance under the substitution j— N —j holds, which
reflects the symmetry of the chain.) With the substitution x = e, we may
express #(n; j, t) in terms of a modified Bessel function of first kind 7,(z):

P(n; j,t)y=e A0 (2paA,(j, 1)) (3.22)

For large values of poA,(j, t), we find n’~ poA,(j, t), and &, tends to a
Gaussian

2

P(n; j, 1) = (4rpe A, (j, 1)~ exP<—4—m:T7)> (3.23)

We observe that this limit is equivalent to the quadratic approximation
(3.18) discussed above.

With the explicit form (3.11) of Q,, we immediately can calculate all
the cumulants of our distribution

2f —_—
0, )7 = (x %) In B(x; j, 1) = 200, ) =L D) (324)
x=1

The cumulants (n(j, £))* © are thus independent of # for all integer £. Odd
moments, of course, vanish. We, however, are interested also in odd powers
of absolut values. Specifically we need to calculate

+ o0

! (x5 7,
G, 0l= % lnl Piim; o) =— dx FPLA(6 1, 1]

n=—oco |x] <1 (x_l)z

(3.25)

With the substitution x =y/2 +1—~1./y(y+4) it is a standard exercise to
reduce this expression to the form

B =72; (poAs(j 1) [1 = Fy(4po (s 1)] (3.26)

s Lo () e ()
Fie)=5 njodxx e ((1-3 1 T X
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Here I'{a, z) denotes the incomplete I'-function. Similar expressions can be
derived for higher odd moments |n(j, £)]* *'.

Starting with F,(0) =1, the function F,(z) decreases monotonically,
and asymptotically it behaves as

1 1
F1(2)=;1—Z+0<;> (3.28)
Since for ¢ — oo, the function 4,(j, t) ~ pyt = oo, the contribution of F; in
this limit can be neglected, and we find the asymptotic result

2 [
= (poAr(Jy r))‘/2=\/; G (3.29)

In(Js )] %\/;(

In the next section we will find that A,(j,¢) in a large initial region
increases quite slowly with ¢, so that the simple relation (3.29) holds only
for rather large time. As we will see, this may be one reason for the failure
of previous simulations to exhibit the ¢'/*-behavior.

For a Gaussian distributed continuous variable Eq. (3.29) is rigorous,
The correction function F,(z) essentially reflects the fact that »(J, 1) ranges
over a discrete set of integers. This easily is checked by calculating |n(I")|
for a process, Gaussian distributed with width I, but restricted to the
integers. Depending on I', we find corrections to the result (3.29) which
numerically are quite similar to the effect of F(z).

For a discussion of the general motion of some segment and its inter-
ference with tube renewal, it is of interest to consider the correlation among
n(j, t) and w(0, t). Eq. (3.2) yields

Pn,, n;0, j, t)

1 dx,dx _, _, ,
(27 fﬁ f—x_x’ xR Lg% 00
t

1 = A A ~
== | doidp e expl 2pq(c0s @, — DI A0, 1) = Ax(, 1]

+2polcos o — DA, 1) — A3(J, )] +2po(cos(e, + @) — 1) A3(j, 1)}
(3.30)

We here introduced

-1 -1
Zs(j,z):p<’—N—+ ) A3(/,s)) (3.31)
s=1
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and we used Eq. (A.7) to evaluate Q,({L,.., 1, x,}, t). The distribution %,
chaglges its character for 1 =~ J 2, At short times ¢ << j2, 4,(j, t) vanishes like
e~/ (cf. Bq. A.16), and 2, factorizes.

Pn,n; 0, j,t)=P(n,,0,t)P(n, j,t) for t/j>->0 (3.32)

As expected the two beads 0 and j move independently. In the opposite
limit of £ >> j2, 4,(j, t) diverges proportional to ¢ (cf. Eq. (A.12)), whereas
the combinations 4,(j', 1) —A,(j, 1) with j'=0 or j, saturate at some
Jj-dependent value. &, factorizes into a Gaussian distribution of n, =
(n,+n)/2 and a distribution of n_ =n, —n:

2
Pn,, n;0, j, 1)=(4mpoAs(j, 1)) ™" ex <__L_>
2(n, Sty =(4npoAs(J, 1)) P T
xPNn_,jt) for 1> (3.33)

j"," takes the form characteristic for a single bead process (cf. Eq. (3.22}).

P\ n_, jyy=e 0L, (A1) (3.34)
200 [ sin((rk/2N)(j + 1)) sin((rk/2N ) j)]?
Ar0=imy 2, “"[ sin(7k/2N )
—j  for t>j* (3.35)

The result {3.33)(3.35) expresses the fact that most of the defects created
by chain end 0 and not destroyed again at this end by time ¢, for > j?
have diffused over bead j without returning, so that the stochastic variable
n(J, t) then closely follows n(0, t). For £>> N? it in particular implies that
the total chain motion is dominated by the single stochastic process n(0, ¢}.
This observation underlies all theories of the large time limit.(*-'¥

IV. MOTION INSIDE THE TUBE

Within our model, we now can treat the thermal displacement of some
bead j exactly as long as ¢ is so small that the tube renewal has not reached
that bead. Equations (2.8) and (3.26) yield

- 3 -
g1, N, ) =L (x,(0) —1,(0))*) =¢, /;nz(j, (1 —F(20°(j, 1)) (4.1)

n?(j, 1)=2poA\(j, 1) (4.2)
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In view of the symmetry of the chain we henceforth restrict the analysis to
0 < j< N/2. We now evaluate several limits of g,(/, N, t) analytically.

(A) Introducing the variables

=L, j=JN (43)

we take the limit of long chains N — oo, and we consider intermediate
times 0 <7< oo, ie., times of order T,. We thus focus on the regime
T, <<t < T,, where the crossover from g, ~t'* to g, ~t' occurs. (See
Eq. (1.2).) It will be shown in Sec. V.C, that for j>0 it needs a time
f= Tr(j) = oo, before the tube is destroyed up to bead j= jN — oo. Thus
in the present limit tube renewal is irrelevant and our results are exact.

It now is useful to rewrite 4,(J, ) as (cf. Appendix A.1)

A\(j, t)=NA,(j, 1) (44)
- 1\
A ,z>-z+< —5) o
1 Mot N? nk cos*(nkj + nk/2N)
—— X 1 —dpsinz (™
IN? ,E, e"p{ » ”“< 4psin <2N>>:| sin?(7k/2N)
(4.5)
Taking N — o0, we find the limiting form of A4,(j, f):
/T(_Z-)—f+<__l 2+—1--——2—— § C_os_z(_ﬂ_kj_—)e*ﬂzsz (46)
= 2) "TRTR ATk '
[ [l od ki ) o
2V fo _fS} Y [em¥eqe o] (4.7)

Eq. (4.7) results from a Poisson transformation and is easily expressed in
terms of error functions.

Clearly A4,(J, t) diverges for N — oo, j, f fixed. Therefore the correction
function F,(---) in (4.1) vanishes, and we find

N> o
1, j fixed

_ ) 172
G, D)= lim N-Vg(j, N, 1)=27, (—’;—°A1(j, t)) (48)
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For chains of length N finite, but so large that they can be described by
these limiting expressions, we obviously can absorb all microscopic model
parameters into a rescaling of N and ¢

NoN=¢2p N
1oi=¢%plpt (49
- sp{)p

Thus the present results are independent of the microstructure and can be
written in universal form as

gl(j’ N, t):;l/“gl (éa #) (410)
They also can be derived from a continuous model and agree with the
result of ref. 1, Appendix B, except that in that work g, was identified with
(n*(J, t))"2, in our language. This introduces an additional factor \/7%
Considering now extreme values of 7 we from Eqgs. (4.6), (4.7) find the
power laws

f N .
_ \/: <1, j>0
A(j )=V T (4.11)
I 1> 1
Note that the limits />0, j— 0 do not commute, Taking j— 0 first, we
from Eq. (4.7) find 2 ./ i/, i.e., twice the result of the first line in Eq. (4.11).

Below we will see that this induces additional structure in the '/*-regime.
Equations (4.8), (4.11) yield

t‘ 1/4
o Po <—> , t<x 1,
g 1)=24 — |\ (4.12)

i, i>1

equivalent to the well known asymptotic results

? i/4
2 <—> , r<< 1
gl N, t)=—x=-<\7 (4.13)
\/_ N -2 P> 1

For any j> 0, the limit / — 0 is independent of N, since for r << T, = O(N ?)
bead j= jN does not feel the presence of the chain ends. Its motion is
driven by the particles which initially sit in its neighbourhood on the chain.
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In contrast, for ¢ > T,, the motion is dominated by particles diffusing over
the total length of the chain, which yields the factor N ~'?, again indepen-
dent of the position of bead j inside the chain.

The crossover among the limits of small or large time depends on j.
Naively we might expect it to be governed by the time needed for particle
diffusion from the nearest reservoir to bead j:

(4.14)

N~

T(H~j%  0<j<

For 0<j<$ the situation, however, is even richer. The crossover
'« t12 always occurs at

i T3 = 0(1)

It is due to particles diffusing over the whole length of the chain with non-
negligible probability. For such times several terms nonnegligibly con-
tribute to the sums in Egs. (4.6), (4.7). For j<i, T)(j)Si<Ty3),
however, the v=0 contribution of the second term in Eq. (4.7) is of the
same order of magnitude as the v =0 contribution of the first term, both
being much larger than all v #0 terms. Thus the ¢'/* regime splits according

to
o Po (1l ”“_ 1, << T,(j)
&.1(J, 1)Y=2¢, /n <n> {/ﬁ T ) < f << To(d) (4.15)

The crossover at T(j) is due to the particles diffusing in from the nearest
chain end, while the other chain end effectively is still infinitely far away.

The sums in Eqs. (4.6), (4.7) are rapidly converging in overlapping
domains of 7. g,(/, f) therefore is easily evaluated numerically. Figure 3
shows typical results, normalized to the asymptotic 7 — 0 behavior. The
crossover from g, ~ 7' to g, ~ ' occurs for 0.1 S5 1. For j=0.01 the
splitting of the 7'"-regime is clearly seen.

(B) We next consider the limit of long chains N — oo, intermediate
beads 0 < j<1/2 and shorter times 0 <t<oo. In this limit for beads
Jj=jN>>1 both chain ends effectively are infinitely far away, and the result
becomes independent of 7. We thus describe the behavior of some bead well
inside the chain for times /<< T, ~ O(N?)— co. The analysis, based on
Eq. (3.12), reveals that A4,(}, r) reduces to (cf. Eq. (A.5))

/2

4 ;
A y==pt [ dx cos? x(1 ~ 4p sin® x)' ! (4.16)
0
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0.5 310, 9)
y o810 (gass(f))
0.3
0.2
0.1

logygt

Fig. 3. logo(g,(J, {)/8..(7)) as function of log,q  for j=1/100, 1/10, 1/2. g,.({) =24, /po/n
(i/m)"* represents the first £"*-regime. Short dashes: Height of the second (,/2-) t"-regime.
Long dashes: ¢'2-behavior.

with the asymptotic limit
t 172
A 1) = <%> . > (4.17)

In this limit we recover the results found above for 7 << 1.
The dominant corrections to that behavior arise from the contribution
F\(4pyA.(J, 1)) in Eq. (4.1). With Eqgs. (4.17), (3.28) we find

12 1/4 12
gl(j,N,n:z/s(ﬁ) <ﬁ>/{1- ! (1> +o(l)] (4.18)
7 T 16p, \ pt t

With py~ 1/4 the leading order correction in (4.18) falls below the level of
1% only for pt25-10% Figure 4 (full line) shows our full result, nor-
malized to the asymptotic ¢'/* behavior. We choose values £,=2, p=1,
po =13, but we should note that for given £, the result essentially depends
on the scaled variable p2 pr ~ 17, only. The residual p,-dependence is negli-
gible for p2pt 2 1. This reflects the fact that 4, (Eq. 4.16) rapidly attains
its asymptotic behavior (4.17) the corrections dropping to the level of 1 %
for pt 2 10. By virtue of Eq. (4.2) this implies that (n%(j, ¢))'? rapidly tends
to its asymptotic ¢'/*-behavior. The variation seen in Fig. 4 solely is due
to the correction function F,(z), that reflects the discreteness of n(j, t), cf.
discussion after Eq. (3.26).

This long initial transient, extending almost up to pr=0(10*), at a
first glance is quite surprising. A second thought reveals that it is quite
natural. With the estimate |n(j, t)| ~ (pf)""* we find that in the region of
interest typical values of n(J, t) are of the order 10 or smaller. It is clear
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gl(%":Na t) / /
0 /
Lol Gass(D) // ,
40/ /
/
1.4 / 100 /
/ /
L2 / // 1000 7/
‘T, /
1/,;,,/ =
0.8 2 3 4

3
logyo(pt)

Fig. 4. g,(N/2, N, t)/g.(t) as function of log(pt), where g..(1)= 2/\/;: (I/m)4, of.
Eq. (4.13). Full line: N — oo, long dashes: N =40, 100, 1000, short dashes: The ¢'*-asymptote,
here normalized to height | by extracting g,,.(?).

that with such small values of n(j, t) the discreteness of the process may
induce large corrections.

We now also might discuss the limit N — oo and J, ¢ fixed, implying
that the bead considered has a finite distance from a chain end. Here,
however, tube renewal rapidly comes into play, and we therefore postpone
the analysis to the next section. We close this discussion by illustrating the
motion of the central bead j= N/2 for times << T in a chain of finite
length. The results follow from numerical evaluation of Egs. (4.1}, (4.2),
with Egs. (3.27), (4.4), (4.5) inserted. Figure 4 (broken lines) shows the
typical behavior of g,(N/2, N, t), again normalized to the intermediate
asymptotic ¢"/*-behavior. For N = 10? this behavior is attained over almost
three decades, until for ptz = 10° the curve bends over towards the ¢'/2-
regime. With decreasing N the length of the ¢'-plateau decreases rapidly,
and is just about visible for N=10% For shorter chains it is washed out.
In a doubly logarithmic plot the result for ¥ =40, for instance, for short
times would look like some effective power law close to g, ~ ',

As shown in Fig. 3 the crossover towards the tY“law starts for
pt~N?*/10 and takes more than one decade in z The ¢"*-behavior
reasonably well is approached for pt 2 2N2 In the next section we will find
an estimate for the reptation time: pT, ~ (n/16) N°. Thus the condition for
the occurence of a true ¢'-regime: T, <<t < T, takes the more quan-
titative form 2N? < pt << (n/16) N3, Clearly for typical chain lengths used
in simulations (N < 10%) this condition is not fulfilled in a sufficiently large
range of pt to allow for an intermediate ¢'/*-region.

Above we stressed that the initial slow transient in g,{j, N, t} is due to
the correction F,(---). (#*(}, t))'* accurately shows r'“*-behavior starting
as early as pj pt= O(1). This quantity therefore shows standard reptation
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behavior much clearer than g,(J, N, ¢), and it is of interest to ask whether
it can be related to some simple observable. Indeed it is not hard to show
that for the lattice model described in Sect. II, it is related to the cubic
invariant

3 172
1. N, z)=< 5 (rj_a(z)—r,,a(O))4>
a=1

=4(n*(j, D)2, t<Tx())

This result holds in three dimensions. For other dimensions or other
microstructures (n%(j, t))!? always can be measured as an appropriate
combination of the fourth and the second moment of (r,(z) —r,;(0)).

V. TUBE RENEWAL

Tube renewal is just another word for the motion of the end beads
that for longer times also affects the inner beads and the chain as a whole.
As shown in Sect. IILA for chain end 0 and times ¢ < 7T, it leads us to
consider n,,,,(t), defined as the maximal value within time interval [0, ¢]
of the stochastic variable n(0, r), that gives the change in the occupation
number of reservoir 0 (cf. Eq. {(2.10)). In particular the relation (2.12)

gl(09 N’ t) = <(l'0(t) _rO(O))2> =2{iynmax(t)

holds.

As is obvious from Eq. (3.13), n(0, s) executes a correlated random
walk with n(0,0)=0, the correlation arising from the contribution
~Ay(s,—s,): a particle, that jumped out of the reservoir at time s,, with
some probability depending on s, —s, >0 will fall back again at time s,.
For correlated processes no manegeable exact expression for n, () is
known. Only for uncorrelated walks a result known as Spitzer’s identity'”
yields a simple answer. (This identity is further discussed in Appendix B.)
For a reflection symmetric uncorrelated walk n, starting at n, =0, it yields
the relation

|n,|
2s

Nman (1) = 2 (5.1)

We will base our analysis on this result. To get some feeling for the struc-
ture of the problem and the approximation involved we, however, first
derive a formally exact expression for n,,,,(¢). We then approximately treat
the motion of a chain end, and with a further approximation we calculate
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the motion of some bead j for times ¢ > T'»( ). Finally we discuss the repta-
tion time.

A. Formal analysis of n,,. (1)

From Egs. (3.2), (3.17), (3.13) the distribution of {n,} ={n(0,s)} is
found as

P{n,}; 1) = (2mi) ™"

x;mexp Ox{x,}; ¢) (5.2)

where all integrals can be taken to range over the unit circle. It is useful to
transform from variables x, conjugate to n, to variables y, conjugate to the
increments n,—n,_ .

Xy =" I<s<y yia=1 (5.3)
Successive substitution yields

Alnin=Ca § [ L(L) aw Olngin 6

where

Oa{y,}; ) =pop i <ys+yi—2>

s=1 K

{
tpor? T (51 0an-DAds =) (55)

O<sys5H<t ys,
To derive an expression for n,,,(¢) we define the operator

!

B(n, 1)= H O(n—n, (5.6)

with the discrete @ function as defined in (2.14). B(n, t) obeys the relation

B(n, t)—B(n—1,1)=34, (5.7)

P ()
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We thus have

Ao (1) = Z n(B(n,t)—B(n—1,1)) (5.8)
We next introduce
(g(t)=nmax(t)—nmax(t_1) (59)
so that
Amax( Z (5.10)

Combining Egs. (5.8), (5.9) we easily find

%(1)= —Z(B(n, ~Bln, 1))

n

= f > i P({n}; 1) (5.11)

n=0 n.-n_;=—00 n=n+l

In Eq. (54) for Z({n s}3 1) we now order the integration contour # as
B: 1>y >yl > - >yl (5.12)

We then in Eq. (5.11) can carry through all summations to find

(1) =(2m) " § n cep Oo{r.1s0) (5.13)

g Vs Vs N —

Recall the definition y,, ,=1.
Equation (5.13) is an exact but essentially intractable expression. To
establish the connection to Eq. (5.1) we note the identity

dy 1

2mi)~! y S Fy,
( ) § 1 ys ys+l Y1~ ;-Z—_: y}
1 F{y. y}
—— =0 5.14
2ni j;b<|y|<l Y- (}"—1) ( )

where & is a cyclic shift operator:

‘%’F{yl""s yl} =F{yl+s” Yaasrs Vs Yis Vases ys’} (515)
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This identity holds for any function F{ ...} analytic in all variables y, in
the domain

a>\y|>b; a>1>\yl>b
We now note that

which yields

1 exp Oo({ Yo y}i 1) 1 —o
2ni §|y,<l a o172l (5.16)

(cf. Eq. 3.25). We then subtract from C(¢) (Eq. (5.13)) the identity (5.14)
multiplied by 1/¢, to find

Il’l(O, t)l Nt ! dys 1
)=+ (2n) gﬁg =5
><<1—% i «%)exp O,({ys}: 1) (5.17)

We note that the contribution |n(0, ¢)|/2¢ takes into account the strongest
singularity of the integrand in Eq. (5.13), occuring if all variables y, coin-
cide.

For an uncorrelated random walk the exponential factorizes:
exp O,({ s}, ) = T1._, f(»,), and the second contribution in Eq. (5.17)
vanishes. In view of Eq. (5.10) the result therefore yields a formal
generalization of Spitzer’s identity (5.1) to correlated walks. Transformed
back to the variables n,, the second term in Eq. (5.17) weights each walk
contributing to %4(¢) (Eq. (5.11)) by the difference of its proper weight and
the average weight of all of its cyclic permutations. Depending on the walk
considered, the result can be of either sign, and we may hope that cancella-
tions keep the contribution of the second term in Eq. (5.17) small as com-
pared to the first term. We, however, have found no proper estimate.

More can be said only in the limit N - oo, = pt/N? fixed (case A of
Sect. IV). For §= ps/N?>>1 the coupling term A,(s) in Q, (Eq. (3.13))
vanishes exponentially, reflecting the fact that over time intervals of order
T, ~ N? the particle distribution within the chain equilibrates. A process
with coarse grained time intervals v>> T, proceeds by steps of average
size (4n)*~7t>> 1, with correlations of order 1 of a time step with its
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immediate precursor. Neglecting these small correlations we find that
Eq. (5.1) gives the leading contribution to n,,,(z) for f — cc. In this long
time regime chain motions can be modelled as an uncorrelated random
walk of a single degree of freedom.!'¥

B. Motion of the End Bead in the ‘“Mean Hopping Rate”
Approximation

We here evaluate g,(0, N, ) as

L1
g0, N, t)=¢, ) S (0. 5)] (5.18)
s=1

(cf. Egs. (2.12), (5.1)), with

2
[n(0, 5)| =\/—; (PoA\(0,5))2 [1 = Fi(4poA4,(0, 5))] (5.19)

(cf. Eq. (3.26)).

Since in Eq. (5.18) the contribution %(s) of a time step s is calculated as
the contribution of an uncorrelated walk giving the same (time dependent)
distribution of n(0, s) as the true correlated walk, we call this a “mean
hopping rate” approximation. For the interpretation of our results it is use-
ful to determine the effective hopping rate p.q(s) of this uncorrelated walk
Rer(s). Writing

ng{T(s) = 2peﬂ's

and identifying n2;(s) and #n*(0, s) we find
Po
Perr(8) === 4,(0, ) (5.20)

Equation (3.12) yields 4,(0, 1)= p, so that the expected result

Per(s=1)=pop (5.21i)

follows. For large s, however, the first term in Eq. (3.12) dominates and we
find

Pen(s > oo)_,ﬂ;-’vﬁ (5.21ii)
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Thus the effective hopping rate strongly decreases with increasing time,
reflecting the fact that particles emitted from the reservoir may have been
absorbed again.

We now first consider the motion of the end bead (5.18), (5.19) in
several limits, corresponding to those of Section IV for some internal bead.

(A) N- o, t Fixed. Since |n(0,s)| increases with s, the sum
(5.18) is dominated by large values of s. In the limit considered, we there-
fore can neglect the correction F,(---), and we can replace the summation
by an integral. This yields

g-l(Oa t-) =}}T100 N—l/2gl(0’ Na t)

{ fixed

2, |22 ("% gm0, 5) (5:22)
T 0 §

where

s

- 2 \F, S<<1
A,(0,5) ~ n (5.23)

5, §>>1

(Cf. Eq. (4.11) and the associated discussion.)
For i>>1 we find
N\ 172

(0. =4, (220) (524)

a result which in the light of the discussion of the previous section is expected
to be exact. Comparing to the motion of an inner segment j> 0, Eq. (4.12),
we find

gl(o’t_) f—>=002 (525)

Recall that due to tube renewal the effective random walk of an end bead
in the limit considered has twice the length of the walk of an interior bead,
cf. Eqs. (2.8) and (2.12) with n,,,(¢) ~ |n(J, 1)]. This is the origin of the
result (5.25).



Segment Motion in Reptation Model of Polymer Dynamics. | 1355

3 —
logy(?)

Fig. 5. Ratio £,(0,7)/g,(}, f) as function of log,, i.

For i << 1 Egs. (5.22), (5.23) yield

1/2 77\ 1/4
g,(o,i>=8\/54<%) <5> (5.26)

/A

or

gl(09 t_) f—0

— =4./2 5.27

a2 527
This_result is not trivial. Naively we would estimate the ratio (5.27) as
2 \/5 the factor 2 reflecting tube renewal and the factor \/5 arising from
the enhanced mobility of the end bead. (Cf. the Poisson representation
(4.7) for -0, j=0, as compared to j>0.) The additional factor of 2
found in Eq. (5.27) is due to the integration over § (Eq. (5.22)), reflecting
the fact that n,,,, depends on the history of the walk. In our approximation
this enhancement of the ratio (5.27) can be seen as a direct consequence of
the slow decrease of the mean hopping rate discussed above.

Figure 5 shows the crossover behavior of the ratio g,(0, 7)/g,(1, 7).
The crossover from the asymptotics (5.27) to (5.25) sets in at 7 ~0.1, ie,,
t~ T,/10. It is quite slow, taking about three decades of ¢. We should note
that at time = T, formally infinite in the present limit, there must be
another crossover towards g,(0, N, 1)/g,(N/2, N, t) =1, since eventualily the
chain is displaced as a whole.

(B) N - o, t Fixed. This limit shows the approach towards the
asymptotic law (5.26), now adequately written as

172 1/4
2,0, 00,1) ' Z"'8,/2¢, (%) (”—’) (5.28)

b4
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) gl(O»Nyt) 40/ 1]
uss(0, 1) //100/
/ /
1 Py 1000,”
i /

1 // S —m—— ,.c_:
0‘5/-’—’—)—:_
logy(pt)

OLW
2 3 4 5 6 7

Fig. 6. g0, N, 1)/g.(0, t} as function of log,o(p?). g.(0, ¢) is given by Eq. (5.28). Full line:
N - . Long dashes: N =40, 100, 1000. The short dashes give the ¢'*-asymptote here found
at 1 by normalization.

In the general expressions no special simplifications occur, except that
A,(0, 1) (Eq. (3.12)) takes the form

1/2
0

4,(0, ) = 8pt f dx cos(rx)(1 — 4p sin*(nx)) ™!

12
+j dx(1 —4p sin*(nx)) — | (5.29)
0

The result for g,(0, oo, t), normalized to the asymptotics (5.28), is shown
as full line in Fig. 6. As compared to the behavior of an interior segment
(Fig. 4) we find a drastic enhancement of the initial effects. (Note the
change in the scales.) The #'/*-regime is reached only for pz:10% This
again is due to the discrete nature of the process, which here comes in at
two places: Firstly, [n(0, s)| involves the correction F,(4p,4,(0,t)) (cf.
Eq. (5.19)), and secondly, n,,,,(t) involves the sum over all time steps. The
long initial transient is dominated by the latter feature and thus quite
insensitive to the value of p,, that only influences F|(---).

Evaluating g,(0, N, ¢) for finite N and normalizing by the intermediate
asymptotics we find results as shown by the broken curves in Fig. 6. For
the end bead it needs extremely long chains to see indications of
t'/*-behavior. For chain lengths N <100, typically used in computer
experiments, the initial transient directly bends over towards free diffusion.
Clearly the observation of an intermediate ¢'/*-regime is beyond all reach.

C. Motion of an Arbitrary Bead

As shown by Eq. (2.13), the motion of some bead 0 < j < N for times
t < T is a superposition of motion within the tube and tube renewal. This
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gl(j» N, t)

N
43l gl(z’Nst)

avd

—

log(t)

Fig. 7. Schematic plot of g,(j, N, 1)/g\(N/2, N, t) for | << j << N, showing the sequence of
crossover behavior discussed in the text. Division by g,(N/2, N, t) serves to transform power
law regimes to plateaus indicated by the thin lines.

leads to a rich structure, which we first discuss on a qualitative level.
A schematic plot, summarizing our discussion for some bead 1 << j << N/2,
is shown in Fig. 7.

Consider some bead | << j << N/2 in an extremely long chain. Initially
it does not feel the chain ends but shows the slow transient towards a
t'4-behavior, as discussed in Sect. IV:

, £\ . N2
sin -2 [2(E) i<t pTOAR (530)

For ¢t~ T,(j), particles coming from the nearest chain end start to diffuse
over bead j, which raises the amplitude of the ¢'/*-law by a factor of ﬁ,
cf. Eq. (4.15), thus

¢ 1/4 )
g, N.O~2 /27, /%(”—) L T <t<<TR(j)  (531)

T

This regime will end at a time 7 (/) defined as the time needed for the tube
renewal to pass over bead j:

{ivnmax(TR(j))=j (532)

On the basis of Eq. (5.28) Tg(/) is estimated as

l 3 4
PTR(J) X3 (g) ——(/fpo)z (5.33)
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For ¢ > Ty(J), tube renewal dominates. For extremely long chains it yields
another ¢'/-regime.

P\ 14
QUi N, )~8 /24, %(ﬁ—) L T <i<TaN)  (534)
Gradually the 7'/2-behavior sets in beyond the Rouse time T,(N):
. po Pt\"?
gi(J, N, 1)y =4, ~ N T)(N)x<t<x<T, (5.35)
and finally we end up with free diffusion
t
g,(J. N, t) ~const e T, <t (5.36)

T, may be identified with TR(N/2), calculated from Eq. (5.32). For
j= O(N/2) we, however, can not use Eq. (5.33). In evaluating Eq. (5.32) we
rather have to resort to Eq. (5.24) to find

2
.~ T Jj°N . N
T PO A =0 — 53

P R(])~4t,§p0 J <2> (5.37)

The above analysis breaks down for Tx(j) = T»(N). With T,(N)~ N?,
Tr(j)~j* we find it to be valid only for 1 < j<< O(N'?). For larger
values of j the ¢'/*-regime (5.34), driven by the motion of the end bead,
vanishes. Then tube renewal under favourable conditions may introduce
some structure in the t'"-regime. We, however, should note that this whole
discussion is more a matter of principle. It will need extremely long chains
(N 2 10%) to observe these different regions. In practice we expect that only
the initial ' regime (5.30) properly can be observed, the other regimes
being covered by broad crossover regions.

For a more quantitative analysis of g,(/, N, t) as given by Eq. (2.13)
we have to construct the simultaneous distribution of n,,,. (¢} and n(J, 1).

‘@max. j(nma n )= 5nmax(t), nmén(j, 0, n (5.38)
Again the formal expression resulting from Eqs. (3.11)-(3.17) is intractable.
To construct an approximate form we introduce r, = n(0, t) as intermediate
variable and write

+ o0 +0
@mux, j(nm’ n; t) = z 5nmax,nm5n(0,t),n,én(j.l),n = z max,O‘j(nma }’Z,,"l; t)
n=—o0 = — o0 (539)
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We then factorize according to

py

Proax.o, (Mo ey 158) = P o, |15 1) Bn,, n 0, j, 1) (5.40)

where Zy(n » 15 0, j, £) is the simultaneous distribution of n(0, ), n(j, ) dis-
cussed in Sect. III, and @mx, oln,, | 1, t) is the conditional probability to
find n,,.(?)=n,,, given n(0,7)=n,. This approximation serves to isolate
the hard part of the problem in the analysis of the single stochastic variable
n(0, 5). It is justified by the observation that for beads not too close to a
chain end (j2 20, say), the relation T'x(j) >> T(J) holds, so that bead j
feels the tube renewal only for times where n(j, ¢) is bound to n(0, ) fairly
rigidly. (Recall the discussion after Eq. (3.35).)

To find an approximate expression for the conditional probability
Prax. ol | 1,5 1) We tesort to the simple random walk, which is the only
model where this probability can be calculated in explicit closed form. We
thus ignore all the correlations of the stochastic process n(0, s), but we
keep the important inequalities 0 <n,,,(¢), n(0, ) <n,,(¢), and we can
adjust the hopping probability of the random walk so as to reach the
desired values of ng,(f). As a final purely technical point we take the
variables n,,, n,, n to be of continuous range, which is a minor approxima-
tion since for beads not too close to a chain end we are interested only in
fairly large times (pt 2 pTx(j) 2 10%).

With these approximations the explicit construction of P, ;(n,,, 1; 1)
is carried through in appendix C. The final result reads

e 1
@max,j(n,,,, nt) = ——— (22_,,,)__ L
”max(t)(n (j, t)) 2

2 2
x /z(l—az)‘/zexp ——]—2<ﬁ—a\/—gzmz+z—>
4 l—a*\ = n 2

2 1 2 2

+a<2a \/;zm—z>exp{—§<2a\/;zm—z>}

X erfe <«/2/n zm(1—2a2)+az>} (5.41)

2(1 —a?

where
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Fig. 8. Simultaneous distribution of n,,.(1), #(J, 1) for values n,,..()}/Ape () =2m=1,2,3 as
function of z=n(j, )/(#*(J, 1)) Full lines: a(}j, 1) =0.9; broken lines: a(j, {) =099,

and

;1'3(./.’ t)

(A0, 1) 4,(j, )™ (542)

a=a(j,t)=

As(j, 1) is defined in Eq. (3.31). The parameter ¢, 0 <a <1, measures the
strength of the correlation among n(0, ¢) and n(J, t). For a— G, which is
reached for 1 << T,(j), the two processes are independent. They are tightly
bound together for a — 1, corresponding to ¢ >> T,()).

To give an impression of the shape of the distribution we in Fig. 8
have plotted 2(z,,, z, 1) =Ny (D)(0*(j, 1)) Pras /(i 13 1) fOT fiXed z,, =
1, 2, 3 as function of z, using values a =0.9, 0.99. Specifically for ¢ = Tg( /),
i.e., for times where the tube renewal just reaches segment j, such values
a=a(j, Tx{j)) correspond to j=50 or 120, respectively. As is shown, with
increasing a the curves become strongly asymmetric. This reflects the dis-
tribution of n(0, ¢}, which is cut off sharply at n(0, 1} =n,,,,(f). We also
note that tube renewal will have a substantial effect even for ¢ < T5( ). Both
conditions £, #,,,, (1) > J, £ehmax () > J + 4,1(J, t) then are fulfilled for z,, > 1,
z<0, a region that carries a considerable fraction of the weight of the
distribution £, .

We now evaluate g,(J, N, 1), decomposing Eq. (2.13) as

g/, N, ty=g /N, )+ glj, N, 1) (5.43)

where

&l N, )= |n(j, 1) (5.44)
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is the contribution of the motion in the fixed initial tube, as discussed in
Sect. IV. The contribution of the tube renewal can be written as

g N, )=24,0(—n(j,)—1) @<nmax(t) —%Xnmax(t) —%)

+2£,0(n(j, 1) © <nmax(t) —n(j; 1) —%)(nmax(’) —r ) “?)
5)

# J

(5.

With our appoximations it yields

£ N )= 24, Tr00 [ ez {6 2+ L 0, 0,0, 1)

: 207 12
+G <z,,, Ay oy R C LI X S z))} (5.46)
{; |nmax(t)|

| —ab 2
G(z, b, a) = (1—2ab+b2)“/2—a—exp{—E—(l—2ab+b2)"}

1
7 | —2ab 7

xerfc< Z b—a >
/n(1 —a?) (1 —2ab +b*)'"?

2 2
—%(1 —2ab)~"! exp[ —4a? Z;] erfe (-L(”Tz_“—az)z> (5.47)

Typical numerical results are shown in Fig. 9. Together with the full results
for N=10% j=20 or 100, we included g,(---) and g,(---), and we show
g.(0, N, t), for comparison. In g,(---) the first splitting of the ¢'/*-regime
can be seen both for j=20 and j= 100, but g,(---) only for j=20 shows
weak indications of the #'/-behavior from the end bead motion. For j = 100
tube renewal is effective only for ¢ 2 T5(N/2). In both cases we see that the
total motion g,(j, N, t) beyond the first ¢'/*-regime is dominated by the
crossover. We also note that tube renewal effects set in for 12 T((/)/10, a
consequence of the fairly broad distribution #,,, ;(n,,, n; t).

D. An Estimate of the Reptation Time

The reptation time 7, measures the time needed to destroy the
original tube. This process proceeds by the motion of both chain ends,
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91(20’ 103’ t)
ass(t)

a)
91(100, 10%, t)
gass(t)
8
6
4
o
y
] . i logy(pt)
2 3 4 5 6 7
b)

Fig. 9. Results for g,(j, N=10%1¢) normalized to the initial t"*-behavior g,,(?)=

(2/\/;)(?/7!)”4, cf. BEq. (4.13), for (a) j=20; (b) j=100. Fat full lines give the full result. Thin
lines: g,{..). Dot-dashed: g,(...). Dotted: g(0, 103, ¢). The arrows indicate Tx(}).
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and a simple definition consists in identifying T; with Tx(N/2), Eq. (5.31):

N
ls Nimax(T'3) =7 (5.48)
Other, more complicated definitions might be given, that take into account
the first-passage-time nature of the problem. The present definition closely
is related to the evaluation of the melt viscosity in the reptation
model.('* 1% %) With Eq. (2.12) it implies

2.(0, N, T;)=N=R? (5.49)

where R? is the mean squared end-to-end distance of the chain. We should
note, however, that strictly speaking for ¢== T, Eq. (2.12) is invalid due to
the interference of chain renewal from both ends, so that the physical inter-
pretation of T, as implied by Eq. (5.49), is only approximate.

For long chains we may invoke Eq. (5.37) to find the well known
asymptotic N>-law:

N3
Ty(N) 2= B2
P 3( )__—)16/31)0

(5.50)
To estimate the corrections we first may evaluate Eq. (5.48) with the form
(5.22) of £,n ., (t) = N'2g,(0, )/2, valid for long chains. This is equivalent
to Doi’s model'> and yields the thin line in Fig. 10. As is seen this curve
bends downwards, yielding a strong increase in the effective exponent
Ty~ N* with decreasing N. In fact, naively extending this curve towards

]0810(T3)
8
//
7 B P
Z
6 /f/
7
4
5 V4
Vo /4
,/
4 ///’
3
2
! 1.5 2 2.5
' 7 logy(N)

Fig. 10. Reptation time as function of chain length. Fat line: Full model. Thin line: Con-
tinuous chain limit. Long dashes: 75~ N>, Short dashes: 75~ N>,



1364 Ebert et al.

N — 0, we approach x =4, reflecting the ¢'/*-law. Of course this extension
is meaningless since 75(/N) by construction is far beyond the range where
the £/ law is valid. It is not surprising that the result is strongly modified
if we take the discreteness of the system into account. Qur result using the
full expression 5.1 for n,,,(s) is shown as the fat line in Fig. 10. For
N 2200 it merges with the continuum approximation, but for the full range
20 5 N 1300 it is nicely approximated by pT5(N )~ 0.059N*'>. We thus
see that the slowing down of the increase of n,,,(f) with increasing ¢
implied by the correlations increases the effective exponent beyond x =3,
but not as strongly as expected from a continuum approximation.

Evaluating the Doi-Edwards expression for the melt viscosity  we
find results for #(N) most similar in all respects to those shown for T5(N)
in Fig. 10. For 20 <N < 10° the full theory yields an effective power law
#(N)~ N32 with the continuum approximation bending downwards as in
Fig. 10. Note that these results are quite similar to those of ref. 18, Fig. 3,
where Doi’s “Rouse chain in a tube” model was simulated.

VI. CONCLUSIONS

In this work we evaluated a discrete version of the reptation model,
concentrating on the motion of the individual beads. Depending on the
bead position along the chain we found a very rich structure, characterized
by fairly broad successive crossover regimes. Initial effects due to the dis-
creteness of the model die out very slowly. For chains of length N <100
they are visible for the central bead up to times of the order of the Rouse
time, and for the end beads they are even more pronounced.

Our model assumes the smallest possible tube diameter in the sense
that chain segments between two successive entanglement points show no
internal structure. Even in the nonuniversal initial range the results there-
fore should be relevant for the quantitative interpretation of simulations of
lattice chains in surroundings of high obstacle density. Indeed, as shown in
ref. 12 and in our subsequent paper,"'"’ they perform very well in explaining
data of the Evans-Edwards model. A glance to Fig. 8 of ref. 9 or Fig. 6
of ref. 19 reveals that also more complicated dense lattice or continuum
systems for the motion of the central bead of the chain yield results closely
resembling our findings. We therefore believe that even in the microstruc-
ture dependent range our results quite generally show the typical effects of
reptational motion,

There remains the question which features could be used to distinguish
reptation from motion dominated by disorder or affected by relaxation of
the environment. As we have seen, the unambiguous identification of the
power laws will be most difficult. For values N= 0(100), as typically
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reached in simulations, only the motion of the central bead shows a small
region described by the ¢'/*-law, and to unambigously identify this behavior
as a limiting law its stability with increasing chain length would have to be
checked. Beads not close to the center of the chain feel successive cross-
overs which essentially wash out all the ¢'/*-structure. However, as pointed
out at the end of Section IV and illustrated in refs. 11 and 12 appropriate
fourth moments of r;(¢) —r;(0) show the ¢'* behavior much more clearly,
even for very short chains. Such moments therefore seem to be the
appropriate objects in a search for the initial ¢'"* behavior. At least, a com-
parison of the second and fourth moments will allow us to identify the
range and magnitude of the nonuniversal initial effects.

According to reptation theory the ¢'*-regime for T,<<t<< T, is
followed by 7'/2-behavior. Our results show that for typical chain lengths
this interval is too small to identify such behavior, in particular if we take
into account the fairly strong fluctuations in the tube renewal (1,,,.(¢)).
In practice we for 1> T, expect to see a smooth crossover towards free
diffusion. To find indications of the ¢'%-regime it will be preferable to
measure the motion of the central bead relative to the center of mass:
8 N2, N, 1) = {(r ol t) — R () — 15 2(0) + R..(0))?>. This quantity for
t << T, shows the same behavior as g,(N/2, N, 1), but an eventual increase
of the effective exponent from x= 1/4 towards x=1/2 cannot be inter-
preted as crossover towards x =1, since g,( ---) for > T, crosses over to
a constant g,(N/2, N, 1) = R}.

As a further quite pronounced signature of reptation we note the dif-
ference in the behavior of the end bead as compared to the central bead of
the chain. For 1 << T, the ratio g,(0, N, t)/g,(N/2, N, t) in the Rouse model
tends to 2, and we do not expect this to be strongly modified by disorder,
which in leading approximation just renormalizes the over all time
scale.””?® In contrast, we in our mean hopping rate approximation find a
much larger asymptotic value 4 ﬁ of this ratio. This not only illustrates
the effectiveness of the tube in constraining the motion, but also it is a con-
sequence of the slow decay of the correlations of n,,,,.(¢) in time implied by
the basic defect motion. We believe that this enhancement of g (0, N, 1)/
g,(N/2, N, t) should be observable fairly easily.

APPENDIX A. SOME PROPERTIES OF THE COEFFICIENTS A,
1. Aqlj. t)
Equation (3.12) defines

pt 1 NI cos’((mk/N)(j+1))

A= %gy L =% gm0

(A1)
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Evaluating the first contribution in the sum we find the equivalent form
. pt N 1 1 < 1 ) . J?

A N="—+—— -4+ — (| —— —

(A1) + + N J+ N

1 ”Z" o cos*((nk/N)(j+ 1))
2N =, % sin¥mk/2N)

(A2)

Defining A4,(j,)=A,(j, t)/N; j=j/N, i=pt/N* we can take the con-
tinuous chain limit N — oo, 7, j fixed, to immediately arrive at the results

— I L2 2 cosHmk) s
Al(],t)—f+< - ) T k‘él —z ¢ (A.3)

§ 1 + o0 ) .
:%/%f BT ey emtmate (A4)
i}

S ve —w

(For comparable calculations in more detail, see the appendices of ref. 20.)
Besides yielding the asymptotic limits 7 — 0, co, these expressions allow for
an efficient numerical evaluation. Up to errors less than 10~'® we may use
the first form truncated at k =3 for >0.2, and the second form truncated
at |v| =2 for 7<0.2.

In the limit N — o0, ¢, j fixed, we go back to the form A.l written as

S op 1N - ] 1))
ALD=NVIN & dndmkan | T\ Ty }

Noow | Jﬂ/2dxl-(1—-4psin2x)’

21 o sin? x

+—1— Nil—u;‘———cos< k<2'+ 1
AN & sind(nk2N) o\ N>

The last contribution for N — oo oszillates to zero. The first term by partial
integration can be written as

N o

. 4 /2 .
A, l)=;pzj dx cos? x(1 —4p sin® x)* ! (A.5)
0
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2. A,ls)
Equation (3.14) defines

9 N-1
AZ(S)=—}\7 Y. a sin? <%V]£>EG(1(;)(S) {A.6)
k=1

It is straightforward to derive the relation

t 1 1 NZ! cos*(nk/2N)
Ays)=—1—-=|—=—— —aly
0<s|§32<t 2(S) p< N) 2p2N kgl ( ak) sinz(nk/2N)
leading to

pt=p" L Afs)=A4,0.1) (A7)

O<s <sy<t

For s>> N?, A,(s) vanishes as exp(—n=’*(ps/N?)). In the limit N - oo,
s fixed, A,(s) = A,(s)/N reduces to the integral

A5 =2 rdx sinzx{l——4p sin? <)2—C>} (A8)

T Jo

which for large s behaves as

As) B = ()7 (A9)

24/n

This illustrates the long range of the correlations of the stochastic process
n(0, s).

3. Asli. s)
Equation (3.16) defines

1 2 N1 nk 7Zk 1
A / __+_ & _ — i |__ .
(> 9) N N = % 08 <2N> cos(N (J 2>> (A.10)

We mainly are interested in the sum

-1 t—1
Ay, r)=p<’T+ z As(jss)> (A1)
1

5=
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Straightforward summation yields
- pt N 1 1 J? < 1>.
D= e — 1~
AUD= T N TN N )/

LS cos(mk/2N ) cos((mk/N)(j + 3))
N 2 sinZ(nk/2N)

(A.12)

where we used the relation

:/Z;: cos <%> cos <%/£ <j+%>>= —% (A13)
to simplify the result. Comparing to Eq. (A.2) we find
A5(0, 1) = A4,(0, ¢)
as it should. For N — 0, 7, j fixed, 4,(j, f)=(1/N) 45(/, t) takes the form

cos(nkj) -

R I i
3 I A Al4
AR D=tt3+7-I-5 L —7a (A14)
Thus
Ay, 1) R 4,0, F) +const = A,(J, i) + const (A.15)
For j>0, -0, A, vanishes exponentiaily.
~ f<<| f3/2 245
A\(j i) = —mme (A.16)
rJ

APPENDIX B. SPITZER'S IDENTITY AND END BEAD MOTION

For an uncorrelated discrete stochastic process n,, Spitzer!'” has
derived an expression for the generating function of the simultaneous dis-
tribution of », and

nmax(t): max n, (B.1)
se[0,1]
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(It is understood that n, =0, by definition.) For a process symmetric in its
hopping probabilities, the result reads

o -
Z l’ Z”max(’) W”nmx(’)—”l
t=0

=(l~l)*‘exp{§ g(z":+w"»‘—2)@(ns-l)} (B.2)

s=1

Taking the derivative with respect to z and putting z=1=w, we
immediately find

ViD= (-1 Y % 50T (B3)

s=1

[Nask

!

Inverting the discrete Laplace transformation we find the result (5.1):

In the same way we can construct an approximation for the fourth
moment

3

1/2
4.0, N, t>=< 5 (ro,a(z)—ro,a(0)>“> (B4)

a=1

Following the argument of Sect. II.A we find the expression

830, N, 1) = (24,nm0x(£) — £:(0, 1))?

= £ 4N}, (1) — 4na (1) 00, 1) + n%(0, 1)) (B.5)

Again replacing n(0, s) by an uncorrelated process n,, we use Eq. (B.2) to
evaluate this expression. We find

DL Ingllngl

g Ol —s—) (B.6)

{B.7)
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This results in the approximation

t—1 Ty M Ll (d o\ 172
HONO=¢4] T mfl&l,n—(oi—s—)‘@(t—s—s')+n2(0,t)}/ (B.8)

5,8 =1

Of particular interest is the universal region where all discreteness correc-
tions have died out. Equations (3.24), (3.26) yield

nz(ja t) = 2p0A l(ja t)

2
In(J; 5)l =:/—; (PoA (), $))"*

For times large compared to 7, we can use the approximation (cf. Eq.
(5.23))

A,(0, 5) = Ns§

and we can evaluate the summations in Eq. (B.8) as integrals. This yields

?Eg, x 3= /%n ~1.085, T,<t<T, (B9)
i £ s

For Ty« t <« T, we find (cf. Eq. (5.23))

A,(0, s)=2N\/E
4

which in the same way leads to

g‘l(O,N,t)_1<n 2 LI\
g0, N, 1) 4 2+n”2r<4 710125,  Ty<i<T, (B10)

This should be compared to the corresponding result for the central
segment

£i(N/2,N, 1)

n
g1(N/2, N, t)=\/;~1'253’ Toxt<<T; {B.11)

For the end segment the ratio §,/g, in all the universal time region is much
closer to 1.
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APPENDIX C. APPROXIMATE FORM OF 2., ,(n,,. n; t)

To construct an approximation for the simultaneous distribution of
N () and n(j, t) we start from the factorization (5.40) to write

+ 00
‘@max,j(nman; t)= Z ﬁmax,O(nmlnt;t) '%(nn n; 0, j’ t) (Cl)
A rigorous expression for %(n,, n; 0, j, t) is given in Eq. (3.30). For the
conditional probability 2., o, |n,;:t) to find ny,,(t)=n, for given
n(0, t)=n, we take the result of a simple random walk, making steps + 1
with probability p, and steps 0 with probability 1 —2p,.

Let the walk start at », =0, reach »,,(7) =n,, at time s for the first
time, and end at n, <n,,. The contributions of the parts {0, s—1] or [s, #]
of this process can be written in terms of powers of appropriately truncated
matrices of type W (Eq. (3.7)), and the evaluation is straightforward. We
find

‘Q(n[; t) '@max, O(nm l n,; t)
1
=6 (= (14 1) ) (1 =60

4 (= . . .
x; L dx, dx, sin(x,(1 +n,, +n,)) sin(x,) sin(x,) sin(x,#,,)

ah(x) —ah” (x,)
(X 1) — ag{X,)

xag(x1)
+ Oty —1) 6,1 Po % f dx sin(x) sin(xn,,) o4~ (x)
+3, 00(~n,) % jow dx sin(x(1 —n,)) sin(x) ay(x) (C2)
where
ao(x) = 1 —dp, sin? (g) (C3)

We now may adjust p, so as to reach the desired value of n,,,,(7):

+ 0 o]

Y X 1B ) Pra ot | 15 1) =R (1) (C4)
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This construction of &,,, {n,,, n; t) guarantees that

(i) the relations 0 <n,, and n, <n,, are obeyed,

(ii) #*(j, t) and n,,(t) take their proper values, and

(iii) g,(J, N, t) (Eq. (2.13)) evaluated with this distribution for j > 0,
t < Tr(j) reduces to the results of Section 1V, and for j =0 yields
£:1(0, N, t) as evaluated in Sect. V.B.

Being interested mainly in beads j not extremely close to a chain end
(7220, say), we note that pT (/) >> 1, so that we may simplify the result
by taking the limit of large time: a{(x) — exp( — po7x?). Then the integrals
in Eq. {C.2) can be evaluated further to yield

iy
j’mz.x,o(nmln,;t)=@(n'” nz(n(,; 1) 2 /%(2 \/%Zm"m)

4
xexp{—;zfn+2 \/gzmz,J+0<\/l_> (C.5)
Po?

where we use the notation

(C6)

The neglected terms of relative order \/1/p,t are due to boundary effects
(terms 6, 0,9, . in Eq. (C.2)).

We now evaluate %(n,, #; 0, j, 1) in the corresponding approximation,
which implies expanding the argument of the exponential in Eq. (3.30) to
second order in ¢, ¢,. The resulting Gaussian integral yields

s 30, 1) = (0, 07, 1) V2 (1~ )17

1
xexp{—m(zf-kzz—Zazz,)} (C7)
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w

here

n
TG0 (C8)
— ;1'3(.]', t)
A0 A )R (C9)

Inserting Egs. (C.5), (C.9) into Eq. (C.1) and carrying through the summa-
tion over n, as integral over z, we find the result given in Eq. (5.46).

A
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