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The Velocity Autocorrelation Function
of a Finite Model System

J. L. Lebowitz' and J. Sykes?
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We investigatc in dctail the dependence of the velocity autocorrelation
function of a one-dimensional system of hard, point particles with a simple
velocity distribution function (all particles have velocities +4-c) on the size of
the system. In the thermodynamic limit, when both the number of particles N
and the length of the “box™ L approach infinity and N;L -» p, the velocity
autocorrelation function ¢(r) is given simply by ¢® exp(—2pct). For a finite
system, the function ¢,,(¢) is periodic with period 2L;c. We also show that for
more gencral velocity distribution functions (particles can have velocities
=c;, i = 1,..), () is an almost periodic function of ¢. These examples
illustrate the role of the thermodynamic limit in nonequilibrium phenomena:
We must keep ¢ fixed while letting the size of the system become infinite to
obtain an auto-correlation function, such as ¢(¢), which decays for all times
and can be integrated to obtain transport coefficients. For any finite system,
our (1) will be “‘very close” to (r) as long as ¢ is small compared to the
effective “‘size” of the system, which is 2L/c for the first model.

KEY WORDS: One dimension; finite system; thermodynamic limit;
velocity autocorrelation function.

1. INTRODUCTION

The study of time-dependent correlation functions plays a central role in the
statistical mechanics of nonequilibrium phenomena. These functions are
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defined as follows: Consider a classical system of N particles whose positions
and momenta (that is, the configuration of the system) are specified by a point
X, X = (ry,...,Tx ; P1,---» Pn), In the phase space of the system. The position
coordinates r; are confined to some domain A with volume V(A4) by “rigid
walls.” The time evolution of the system is described by a unitary operator
s, $;X = X, being the phase point of the system at time ¢ when it was X at
time zero, and s, s, = 57 1, . Let f(X) and g(X) be some functions of X, the
configuration of the system. For a given configuration X at time zero, the
valuc of fat time ¢ is given by 5, f(X) = f(X}). We define the correlation of fat
time ¢ and g at time zero as

{fie) &n = XD g(X)dn 0
== [ dX u(X) SX0) g(X)

where po(X) is some stationary (equilibrium) Gibbsian ensemble density, e.g.,
microcanonical or canonical such that

ol X)) = po(X)

and
[ dx o) =1 @)

We have used the subscript N on { f(¢) g>» to indicate explicitly that we are
dealing with systems of N particles.

One reason for the importance of time-dcpendent correlation functions
is that linear transport coefficients may be expressed as time integrals over
appropriate correlation functions. For example, Einstein related the self-
diffusion constant D to the integral of the velocity autocorrelation function
by

D = (1/d) J: dt <v(t) - v 3)

where d is the dimensionality of the system and v is the velocity of some
specified particle in the system.

The function () = <v(1) * v> appearing in (3) (and different correlation
functions appearing in other formulas of this type) has to be interpreted as
the limit of the velocity autocorrelation {v(¢) * v for a system of N particles
in a domain 4, when N — o0 and V() — o0 in such a way that N/ V(A1) — p,
the density of the system. This limit is usually called the “thermodynamic
limit.”” The taking of such an infinite volume limit is always necessary, since
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for a finite system, the integral of {v(t) - vy, if it exists, is equal to zero.'V
This is due to the fact that

[ e ey v = Yetencta — 1ty @

where r is the position coordinate conjugate to the velocity (momentum) v.
Now, since the right side of (4) is the derivative of a bounded function (since
r is confined to a bounded domain A), it cannot have a limit as ¢ --> o
different from zero. For the model system we shall consider in this paper, the
existence of the limit #~> oo depends on the type of stationary ensemble
o( X) we choose.

The use of the thermodynamic limit of the correlation functions in
defining transport coefficients forces us to consider the existence of limits
such as

$0) = lim VD) * Vo ©)

While the existence of the thermodynamic limit for different equilibrium
quantities has been established under fairly general conditions, there are
few results for nonequilibrium quantities. Indeced, the only “fluid” system
for which () is known to exist is the one-dimensional system of hard point
particles studied by Jepsen®and others®—*-# for which Dcan be found explicit-
ly. (The ideal gas‘®' and perfect harmonic crystal are the only other dynamical
model systems for which the correlation functions can be computed
exactly.?) It is the purpose of this note to study the behavior of $y(¢) and its
approach to ¢(z) for this system.

The system of hard, point particles is described in Section 2. Due to the
simplicity of the dynamics of this system, we can readily find a large class of
stationary distributions. In particular, we can choose u(X) in such a way
that the ensemble density is concentrated in regions of the phase space in
which the velocities of the particles only assume a denumerable (or finite) set
of values. Since the phase space has 2N dimensions and these regions have an
N-dimensional volume, this is only possible because this system is not
ergodic on its energy surfaces, which are of 2N — 1 dimensions.

We show in Section 3 that for all stationary distributions of the above
type, ¥ n(¢) will be an almost periodic function of z. It will therefore not decay
as t — o and thereforc the upper limit of integration in (4) cannot be
extended to infinity. To see what happens in the thermodynamic limit, we
study, in Section 4, a particularly simple stationary distribution. For this
distribution, the configuration of the system and hence all time-dependent
correlation functions are periodic functions of the time with a period which
is proportional to the length of the box. We obtain iy(r) explicitly for this
#o(X) and observe how it approaches its limit ¢(¢) which decays to zero as
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{— oc ylelding a finite diffusion cocfficient D. Finally, the cxtension of
these results to some other equilibrium distributions uo(X) is discussed in
Section 5.

2. THE ONE-DIMENSIONAL SYSTEM
OF HARD POINT PARTICLES

We consider a system of N hard, point particles of unit mass moving in
one dimension, like a row of beads on an abacus. The particles are confined
to a “box” of length L and we impose reflecting boundary conditions so
that when a particle strikes a wall of the box, it is specularly reflected. Since
all the particles are hard, when two of them collide, they simply exchange
velocities. Thus, any initial distribution of velocities will be preserved at all
later times (apart from changes in sign caused by collisions with the walls).
This means that any distribution function of the form

BoX) = (1LY [ ho(v) ©

with /4(v) an arbitrary, nonnegative, even function of v normalized to unity,
ho(v) = hy(—v) 20
and

J’w v hy(v) = 1 %)

1s stationary.

The method used for calculating n(¢) will follow closely the paper of
Lebowitz and Percus,® who solved the same problem in the thermodynamic
limit. A formal expression can be obtained for y(f) by noticing that the
order of the particles in the box is maintained at all times: If a particle is
initially the ith particle from the left wall of the box, then it will always be
the ith particle because there is no mechanism by which it can pass either of
its nearest neighbors, We can thus calculate i 5() by allowing the particles to
cvolve independently on free-particle trajectories provided the correct
ordering of the particles is maintained. The resulting expression is

In(®) = AN S S <o) 0 8,000 ®)

i=1 j=1

Here, 0,() is the order of the jth particle at time 7 and is given by

ot) = 3 €(ri(t) — 1) )
=1
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where

for x <0
for X

(10)

/\\ A

(e

and {ry(t), v,(1)} are the positions and velocities of a set of free particles (ideal
gas) moving in the box of length L, that is,

v(t) = v, Ft) = r; - vt (1)

subject to the reflecting boundary conditions.
Equation (8) can be handled more easily by writing the é-function as

~2

B 0.0, = (1127) [ df expliflo (1) — o] (12)

Then by using Eq. (9), separating the summations in (§) into two parts
depending on whether { = jor i + j, using the symmetry properties of the
average, and defining

EoRor i) = [0 e
% explife(R — r(D) — < — r)} (13)

which from (11) is only a function of R, #, 8, and ¢, we find

1 L ey 27 .
) = oy [ dn [ doh@) e v [ 0 Ex(r(n), o

— L x L v
N %L;l _[0 dry f_w dvy ho(vy) Jo dr, f

dvy ho(v) 0s(2) vy

2

x [ dB explifle(ralr) — (1)) — e(ry — r)}} Exlralt), ry | N2
0 (14)

When 1 - 0,
Eo(R,r|0) == 1+ i(sin )[(R — r)/L] — (1 —cos O)(| R — r|/L)
and from Egq. (14),
hn(0) = f:o dvy ho(vy) 1,2 = 2

as expected.

We note here that these formulas remain valid when the particles have
hard cores'® (rigid-rod system). If the minimum distance of approach between
the centers of two particles is a then we merely have to replace L by L — Na
everywhere.

822/6/2(3-7
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3. DISCRETE VELOCITY DISTRIBUTIONS

In order to discuss the dynamics of the system, we follow Jepsen‘® and
construct a phase diagram. A simple diagram showing the motion of two
particles with velocities =c¢, ¢ > 0, is given in Fig. 1. The trajectory which
starts at position a with velocity ¢ passes through L — a with velocity —c at
t = Ljc and rcturns to a with velocity ¢ at ¢ = 2L/c. Similar results hold for
the trajectory which started at & with velocity —c. 1t is clear that after a time
t = 2L/c, the two particles have returned exactly to their initial ¢ -= 0
configurations. The particles then follow the same trajectories as before.
Thus the time dependence of the functions #,(¢) and v,(z) in (11) is periodic
with a period T; — 2L/l v, ;.

Consider now the case in which the equilibrium velocity distribution
function hy(v) is purely discrete, i.c.,

h@) = 1Y KIS — ) -+ 8 + o] (15)
I=1

with 0 < ¢; << ¢y < ¢y, K; >0, and Zf___l K, == 1. We assume further
that the mean energy per particle is finite,

<l;2> == Z Kl(,'lz < 20 (16)
-1

t./c -

Fig. 1. Phase diagram for two particles.
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The velocity autocorrelation function can be written in the form (as can be
inferred from the appendix)

x

S[l\;(f) == Z Z Kl1 Kl_.\:Fll-~~l:\:(Tl, seeny TLN) (17)

11 In=1
where
T; = C,t/2L == t/T]

and Fy o, is a continuous, symmetric, periodic function in the T
I:Ll"'lN(TLl - ’7151 seees Tin 77 )nlN) == Fll"‘l.\«’(Tll seeny Tl.v\') (]8)

with {mli},iz 1,..., N, a set of integers. The function Fll...LN(—r,l goees T1,,)
(which is of the type called “quasiperiodic” by Moser'” and ¢Bohl function”
by Bohr®) is the velocity autocorrelation function of a system of N hard,
point particles on a line segment of length L in which there is exactly one
particle with velocity =¢, , one particle with velocity A4, etc., cor-
responding to a stationary distribution

N

po(X) = (1/N) S «\((I/LN) [T 208w — e1) + 8y + Cz,)]% (19)
i=1
where § stands for symmetrization in the /; . Hence, F; ..., is bounded by its

value at t == 0,3
N
. Fz,mzN(TL, sy Tip)l (1/N) Z (’12,~ (20)
i=]

and the series in (17) is uniformly convergent. It follows now from the general
theory of almost periodic functions® that x(¢), obtained from an arbitrary
discrete velocity distribution, is almost periodic and therefore, in particular,
cannot decay to zero as ¢ —» co.

The situation is quite different when /,(v) is an absolutely continuous
function of v. In that case, the summations in (17) are replaced by integrals
and we expect ¥y(1) to decay as t — oo. When /i(v) contains both a discrete
and a continuous part, then $,(¢) should also have an almost periodic part
and a decaying part.

4. EXPLICIT RESULTS FOR hy(v) = {[5(v — €) + 5(v + ¢)]

In order to see in detail the effect which an increase in the size of the
system has on its nonequilibrium properties, we shall now compute ¥y (¢)
explicitly for the casc in which all the particles have the same speed, i.c.,

ho(w) = 36(v — ) + 8w --¢)], ¢>0 20
3 This follows from <f(1)f> < {fHODVEfEUE = ().
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Since the period of all the particles is now the same, we have
(/lN(t -+ T) = l//N(t), T = 2L/C (22)

and we need only calculate x(¢) for times ¢ in the range 0 << ¢ << T

Let us now consider the trajectories in Fig. 1 during the first cycle. If the
trajectories are reflected in the line at t = L/c (— T/2), then the first trajectory
starts at @ with velocity —c and the second at b with velocity ¢. The motion
of two particles along the reflected trajectories in the forward time direction
from ¢ = 0 to t = T is exactly the same as the motion of the two particles
along the original trajectories in the backward time direction from ¢ == T to
t = 0. Since Yix(?) contains an average over all possible velocities (as well as
positions), both the original and the reflected trajectories give contributions
to yy(t). If the contribution of the original trajectories in Fig. 1 is Ax(?), then
the reflected trajectories give /ix(T — ¢) and the total contribution is
hn(t) -+ A(T — t). As all possible configurations can be arranged in pairs as
the above simple example, i5(2) must be of the form

1/‘N(’) = HN(t) + Hy(T — t)
Thus, for 0 <<t < T,
ST — 1) = o) 23)

which means we need only determine sy(¢) in the range 0 << ¢ < T72.

This is as far as we can go with general arguments and we must return
to Eq. (14) to obtain an explicit expression for iy(z). As the calculation is
simple but rather long, we give the details in the appendix and quote the
result here:

() = (1 — )1 — 2x)¥ — (12N)[1 — (1 — 2x)7]; (24)
where
x = ctfL = 24T 25)

and 0 <{ x << 1 or 0 < ¢ << T/2. Outside this range, x(f) can be found by
using Eqgs. (22) and (23). In particular,

Pn(0) = pn(T) = ¢
For small values of N, {iy() is very simple. For example, when N = I,
(1) = (1 — 2x) for 0 <x <1

or
b/ (0) =1 — @YT) for 0 <t < T2
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P 13 79y (O}

Fig. 2. Plots of 4, (t);$,(0) for N -= 2 and 4 and 4(¢)/(0) for p = 4;L
as functions of x — ct/L for hy(v) given in Eq. (21).

Thus, when ¢ increases from 0 to 772, ,(¢)/4,(0) decreases linearly from 1
to —1 and when ¢ increases from 172 to T, ,(¢)/¢,(0) increases linearly
from -—1 to 1. The first cycle has now been completed and the system starts
again from its initial (¢ = 0) state. For N = 2, ¢x(1)/x(0) Is still exactly
periodic with period 7, but it no longer decays linearly in the first half-
period. The results for N = 2 are shown in Fig. 2 in the range 0 < x < 1.

When N = 4, fy(t)/¥n(0) has turning values at x = 1/2 and
x = N/(N +1). At x = 1/2, the first N — 2 derivatives of rx(¢) vanish, and
at x == N/(N + 1), Yin(t) is negative and has a maximum for odd values of N
and a minimum for even values of N. Finally, when x = 1/2,

Sn(TI4)/hn(0) = —1/2N

and when x = I,

In(T/2)/n(0) = —(1/2N)[1 — (—=1)]

Therefore, ;5(t) passes through zero and becomes negative somewhere in the
range 0 <<t << T/4 and then remains negative through the remainder of the
half-period until # = T77/2. The largest negative value x(t)/¥x(0) can achieve
is —1/N, so that

—1/N < ¢n(t)/pn(0) <O
for T/4 <t < T/2.
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To investigate the thermodynamic limit, we put p = N/L and express
(1) as a function of ¢, p, and N. Then,

o = =500

N
for 0 < pct < N. Now, in most problems in statistical mechanics, we are
interested in the long-time behavior of a many-particle system of fixed density
p. If we hold N fixed, then the limit £ — oo is not defined because ¢n(¢) is a
periodic function in ¢£. Thus, we must keep £ fixed and take the thermodynamic
limit first. Since

S - - %) e

lim (1 (/) = &

we find from Eq. (26) for fixed ¢z and p,
lim Pu(r) = (1)

= c¢2¢20ct (27)
which 1s just the result obtained by Lebowitz and Percus.® If we now let
t — oo, then i(t) — 0, as expected.

In Fig. 2, we compare ¢in(2)/¥n(0) with (7)/6(0) for N = 4. Clearly,
these functions are identical near ¢ == 0 and differ as ¢ (or x) increases until
one becomes negative and the other remains positive. However, in the
thermodynamic limit, only the initial part of the x axis is important and in
this region, () decays monotonically toward zero.

Since (1) is a periodic function and

~T/2
| T gty =0
0

then jé dt’ (') is also a periodic function, so that the limit of ¢ -> co does
not exist. However, in the thermodynamic limit, ff, dt’ (¢') is a monotonically
decreasing function; the limit 1 — oo exists and the self-diffusion coefficient is
given by

al
D = limJ dt’ (")
> 0

= ¢/2p

It is seen from Fig. 2 that even for N as small as four, there is an interval
near ¢ = 0, proportional to L, in which sx(¢) is very close to its limiting value
H(1). As N increases, this interval becomes larger. It is quite reasonable to
assume that from the measurement of the velocity autocorrelation function in
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a finite system over a fixed time interval ¢, (as is done in the machine com-
putations of Alder, Rahman, Verlet, and others'”) one can extrapolate to
find the infinite volume (¢} with good accuracy.

5. DISCUSSION

Other correlation functions of interest, such as the Van Hove self-
distribution function, can also bc calculated for »; = +¢ by the methods
used in the appendix. Tt again is exactly periodic, but is much more compli-
cated than ,(¢) and so will not be given here.

There is no rcason why the ensemble density should be limited to that
given in (6). Another simple possibility is

S I A A ¢S
po(X) = NIV & ]Ul hy(v;) (28)
If we now choose
hy(v) = 8(v) (29)

i.e., all particles but one are initially at rest, then

1 L AT
dalt) - % TN JO dr ‘ » dv Hy(v) v(t) o[L — r(t) -- r ]! )

This model suffers from the drawback that (1) ~ 1/N, but if we notice
that

(/jN(O) = (I/AI) 'no dr Ho(v) 2

then s, (¢)/4sn(0) will approach a nonzero value in the thermodynamic limit.

In order to illustrate the role of x,(X), let us briefly consider two choices
for Hy(r) in the above model and reflecting boundary conditions: (a) for the
first choice,

Hy(t) = 3[0(v — c) + 8(v + ¢)] (3D
Y1n(2) is periodic with period 2L/c as before and in the thermodynamic limit,

Sn(t)/Pn(0) — e=Pet

(b) For the second choice,

Ho(v) = (o/2) e (32)
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¥n(t) is no longer periodic. As ¢ — o0,
() ~ =1/t
n such a way that

at
lim JO dt' ya(t') = 0

These two cases illustrate the two possibilities discussed in the introduction:
either lim,,, [, dt’ Yin(¢') does not exist (case a) or if it does exist, it must be
zero (case b).

APPENDIX

In this appendix, we calculate ¥n(¢) for times ¢ in the range
0 <t < T/2 = L/c and hy(v) given in Eq. (21).

First of all, we must usc the reflecting boundary conditions to specify
the equations of motion. In the time interval [0, T/2], each trajectory makes
one and only one intersection with the walls of the system. For a trajectory
which starts at r with velocity c,

o(ty=c, rt)y=r+c for 0 <t <(L—r)c
and
o) = —¢, r(t)=2L—r—c for (L—r)ec<t<Llc

At this point, it is convenient to define a length A by + = A/c so that
0 < A < L. Then, the previous equations can be written as

o(t) = +c, rt) =r-+ A for 0<r<L—A (A.D)
and
ot) = —c, r(ty=2L—r—A for L=—A<ZLr<L (A2
Similarly, for a trajectory which starts at r with velocity —c,
{t)y=—¢, r@®)=r—2 for A<rgL (A.3)
and
o(t) = ¢, r) =A—r for 0<<r<A (A9

In calculating the statistical average of any quantity, we first do the
velocity integrals which determine whether the trajectories start with veloci-
ties +c¢ or —c. The intcgrals over positions are then divided into ranges
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according to Eqs. (A.1) and (A.2) or Egs. (A.3) and (A.4) and the correspon-
ding equations of motion are used. As an example, from Eq. (13),

L
ER, 7 3je) = (1]2L) [ "dy [e(h — y) eitrov

_;__ G(y . A) eie((R—/\—y) ,i_ G(L _ A — y) eiO((R—-/\---y)
_{_ G(y _}_ A —_ L) eiOc(Rf/\fy—2L)] e—-zék(r—‘y)

where € is the step function defined in Eq. (10). When the integrals are
evaluated, we find

Eg(R, r | Afc)
=1 -+ i(sin G)[(R — r)/L]
~(1 -cos O)(I/L)A + (R-A=r)Y(R-A=r) = e(r = A= R)(r = A= R)

~€A-R-r)A-R-r)—ed + R+ r-2L)A =~ R + r-2L)]
(A.5)

so that
Eo(R,r! Mc) = Eo(L —r, L — R| Xc)
= Eg*(r, R| Alc) (A.6)
We now go back to Eq. (14) for ix(2), substitute Ay(r) from Eq. (21), do

the velocity integrals, divide the position integrals into ranges, and use the
equations of motions and the properties of E,; above. Then we get

¢® Re (% L i/ yN—
InNe) = T3 [ a8 [ dy lely — X Eily = A,y | ey

= €A = p) EfX — y, y | Ale)N1]

‘ 02 Re 27 L L

+ (N -- 1)51—227[0 df fo dy fo dz {e(y — X)

X [—G(A _ Z) e—iss(y—z-—z\) _%_ G(L _ A _ Z) etflelzi A—y)—ely—z-A)]

_ 6(2 — /\) eiG[c()« tz-y)—e(y+A-~2)] __]I_ €(Z _:_ A — L) eiOe(ZL-~/\—1/—z)]

+ €A —- P)[—e(A — 2) -} e(L -~ X - z) eifelv+z-D)

- €(z =AY @ielzAm b g(z 1 X - L) effletvsN—cyiz+a-2D)]])

X Eyz, y | Mc)N-2 (A7)
The curly bracket in the second term of this equation can be reduced to

—e(y+A—2)ez+A-pe(y+z—NeRL—y—z— (1 — ¢
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so that when Eq. (A.5) is used for £; and the step functions eliminated,
Yn(A/c) becomes

2 27
InNe) = 5 52 [T ap (1~ DL — A+ Aenys-?

I,
- | Z dx [L — X -i- (A — x) ¢% 4- xe #]N-1
— (N - DA --cos O)(L — A)
xﬁwumA+Q—@M+mﬂH} (A.8)

If we define

gn-a®) = (1/27) Re | z d9 J: dx [L— A+ (A= x) e + xe -1 (A9)

then Eq. (A.8) can be written in the compact form

Yn(Ae) = (E/LXNA/dV(L — A) gn-a(V)] (A.10)

It is now a simple matter to evaluate the integrals in (A.9) and obtain $x(A/c)
from (A.10). The result is

gna(d) = (1I2ZN)[LY — (L — 24)"]

so that

() = el - 2 LT

If we now put

t = Ac = xLfc
then
() = A1 — x)(1 — 208 — (12N)[1 — (1 =20V} (A.12)

which is the expression quoted in the text.
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