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Vacancy jumps in a bicrystal model of £=5 (36.9°) [001] tilt boundary in bcc Fe have been simu-
lated at temperatures of 1300, 1400, and 1500 K by molecular dynamics with the use of the empiri-
cal Johnson potential. The results confirm the dominance of a vacancy mechanism in grain-
boundary diffusion. An activation energy of 0.51 eV for vacancy migration has been obtained along
with a reasonable value of the jump-attempt frequency. Analysis of the jump directions shows a
preferential bias along the tilt axis. The relation between diffusivity and atomic mean-square dis-
placement is examined. It is suggested that the structure dependence of grain-boundary diffusion
may be expressed through a matrix of transition probability for vacancy jumps among the various

discrete sites.

I. INTRODUCTION

Grain-boundary (GB) diffusion is a basic process
governing the kinetics of microstructural change during
metallurgical processes and applications.! Its importance
lies in the fact that diffusion in metals occurs more rapic
ly along GB’s than through the lattice. Recent attempts
to understand this phenomenon have focused on the
mechanism of diffusion.”? While measurements on ac-
tivation volume for diffusion® and on the isotope effect*
in the case of Ag suggests that the vacancy mechanism
dominates in GB diffusion, it would be of considerable in-
terest to demonstrate this explicitly by directly observing
the details of the vacancy motion and relating the dynam-
ical events to the observed diffusivity. Such an approach
may not be practiceable in laboratory experiments, but it
is quite feasible with computer molecular-dynamics (MD)
simulation.

In the preceding paper’ (hereafter referred to as I) we
have reported a simulation study of the structural proper-
ties and defect mobility in a £=5 (36.9°) [001] tilt boun-
dary in bcc Fe using the empirical Johnson potential.
Here we will describe the analysis of vacancy migration
and diffusion kinetics. Our results, based in the several
hundred vacancy jumps observed at each of three tem-
peratures, give very reasonable values for the activation
energy for vacancy migration, the attempt frequency for
vacancy jump, and the anisotropy of jumps parallel and
perpendicular to the tilt axis, thus providing molecular
evidence for the vacancy mechanism of diffusion.®’

To relate the vacancy jumps to diffusivity, one needs to
calculate an appropriate correlation factor. We choose the
alternative of extracting the diffusivity from the atomic
mean-square displacement function in the same manner as
we would proceed in analyzing diffusion in liquids. Our
attempt thus far is only partly successful because of two
limiting factors. The first is the practical difficulty of ac-
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cumulating sufficient data on atomic jumps rather than
vacancy jumps. The second is the inherent ambiguity of
defining the boundary width and therefore those atoms to
be considered in calculating the mean-square displacement
function.

II. OBSERVATION OF VACANCY JUMPS

All the simulation runs reported here were carried out
with the initial configuration being the relaxed GB struc-
ture at T =0 K with a vacancy inserted at site B in the
middle of the simulation system (atomic layer 5 in Fig. 1
of I). The system was then brought up to the desired tem-
perature and allowed to equilibrate. During the simula-
tion the system volume was not allowed to change; how-
ever, at several temperatures the system dimension was
adjusted for thermal-expansion effects so as to maintain
more or less the same pressure at different temperatures
of simulation. Each run corresponds to sampling a
(N,V,E) ensemble, where E is the total energy, kinetic
plus potential.

We performed long simulation runs at three tempera-
tures, 1300, 1400, and 1500 K. Table I shows the number
of vacancy jumps observed in each case. The jump rates
were obtained by dividing the number of jumps by the
simulation time, which was 390 psec based on a reduced
time-step size of t=0.3324 X 10~1* sec. Notice that these
rates refer to the total number of vacancy jumps in the
system irrespective of the number of vacancies in the sys-
tem. At T =1300 K there was only one vacancy during
most of the simulation period, but at 7=1500 K the
probability of having multiple vacancies at any time has
increased significantly. The entry in Table I merely indi-
cates that the number of vacancy jumps at T=1500 K
was the result of counting four distinct vacancy trajec-
tories. Table I also shows several shorter runs. Their
statistics are such that the results have, at best, only quali-
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[310]

FIG. 1. A portion of vacancy trajectory observed during
simulation at 7T =1500 K. Length scale along [001] has been
magnified by a factor of 5.

tative significance. Still, these data provide additional in-
formation concerning the behavior at higher temperatures.
Beyond 1500 K, data analysis for discrete vacancy jumps
become very difficult because the vacancies were no
longer well localized and at the same time there was an
appreciable increase in the defect production.

One of the important advantages of MD simulation is
that one can follow in complete detail the atomic trajec-
tories and thereby obtain a picture of how the defect
motion is occurring. In Fig. 1 we show a typical vacancy
trajectory consisting of 15 jumps taken from a 16-psec
(~ 120 vibrational periods) portion of the run at 1500 K.
Only six of the ten (001) atomic planes and half of the
atoms in each plane are drawn. The sequence of arrows
indicates the vacancy-jump path. It is seen that a vacancy
at site B preferentially jumped among the boundary sites

TABLE 1. Summary of various dynamic simulation runs.

T (K) P (kbar) N (time steps) T (psec) N (jumps)

900 1 5000 20 2
1100 1 10000 40 2
1300 4 117 500 390 193
1400 3 117 500 390 264
1500 3 117 500 390 353
1600 3 57 500 190
1700 1 2500 10
1800 13 27500 90
1900 10 2500 10
2100 100 1050 5

rather than into the lattice. Since the nearest-neighbor
distance in a bec lattice is along the [111] directions, it is
reasonable that vacancy jumps occurred more frequently
from one (001) plane to another. Time sequences of local
atomic configurations during vacancy jumps are shown in
Fig. 2 for two different types of jumps. The projection of
three (001) planes are drawn with the dotted, solid, and
dashed circles representing the top, middle, and bottom
layers, respectively. The diameter of the circle was taken
to be = of nearest-neighbor separation at the simulation
temperature. During the simulation, the vacancy was ob-
served to move continuously from one lattice site to
another. In Fig. 2(a) an atom at site D in the top layer
moved into the empty site B in the middle layer, the pro-
cess occurring between 44%10~' and 61X 10~ sec.
The tracer plot originated from the center of the atom at
D at t =0 shows that the jump trajectory of that atom is
rather straight during the jump event which lasted about
half a vibrational period. One can see that the neighbor-
ing atoms more or less maintained their positions so the
surrounding configuration was quite rigid during the pro-
cess. In Fig. 2(b) the sequence shows an atom at B’ in the
middle layer moving into an adjacent empty site B in the
same layer. The tracer plot at t =89 10~ !5 sec reveals
that the trajectory went through the interstitial site in the
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FIG. 2. Local atomic configurations projected onto (001)
planes during a vacancy jump, atoms in the layer with the va-
cancy before the jump (solid circles) and those in the adjacent
layers are indicated by dashed and dotted circles. The left se-
quence shows an atom at site D jumping into site B in the adja-
cent layer, while the right sequence shows a B’— B jump in the
same layer. (vp denotes lattice vibrational period.)
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layer above. This jump was completed in about two and a
half vibrational periods. A rough estimate shows that the
atoms typically traveled with thermal velocities.

At T'=1300 K the GB structure remained stable and
the vacancy readily identifiable over the entire period of
simulation. This can be seen in Figs. 3 and 4. The projec-
tion of the atomic trajectories on each [001] plane is
shown separately in Fig. 3. The initial atomic posi-
tions are denoted by circles with a diameter equal to - of
the nearest-neighbor distance. With the trajectory project-
ed onto the layer to which the atom belonged initially, one
does not see motions in the [001] direction in this repre-
sentation. In Fig. 3 one sees that all the trajectories are
essentially localized to the vicinity of initial atomic sites.
Certain trajectories show movement to a position ap-
parently at the center of a square structure (see, for exam-

® ® ®
@@(E)‘D@@(g)@ ®

Qe O
S e
202 SPCH I
BORASOICAAI0
OF OO e®% ®

® @ (®)
SoSo0000:
O @@@

P an CORCE
@5 @&@@%@
CIONATIORNOIC
@@® @@@ @@®

Oo. O@. ®
@O0 P0e V@5 2
CSTseNs
1@ 3o %30
@@@ @@® @@®

OANOANO
O CORNIORAG

FIG. 3. Projected (001) plane view of trajectories in three ad-
jacent layers accumulated over 0.39 nsec at T =1300 K. Vacan-
cy started in the middle layer.
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FIG. 4. Atomic trajectories showing motions projected on
(T30) planes accumulated over 0.39 nsec at T=1300 K, (a) GB
atoms at sites 4, B, C, D; (b) bulk region atoms. Simulation
cell is indicated by the box.

ple, the upper right region in the top layer); these corre-
spond to nearest-neighbor jumps from one layer to an ad-
jacent layer [cf. Fig. 2(b)]. It follows from this result that
at T=1300 K there is essentially no translational disor-
der in the GB structure, and while the atomic jump is a
discrete process from one site to another, the specific path
followed can include an intermediate stop at an interstitial
site. The dark region inside every circle indicates the am-
plitude of vibrational motion during the simulation. It is
clear that vibrational amplitudes are, on the average,
larger in the GB region than in the bulk lattice.

Figure 4 shows the trajectory projection on (130) plane
with the boundary region and the bulk shown separately.
The motions in the [001], which is perpendicular to the
tilt axis direction, are now indicated while those along
[130] are hidden. One sees a dramatic contrast in the ex-
tent of atomic motions. Many jumps from one layer to an
adjacent layer occurred in the GB region while only one
such jump took place in the bulk.

III. STRUCTURE DEPENDENCE

The discrete structure of the GB has a considerable in-
fluence on the vacancy-migration results observed in the
present simulation. In a normal lattice, vacancies created
in different lattice sites are all equivalent, so there is only
one type of monovacancy jump. In the GB, vacancies in
different boundary sites have different defect structures
and formation energies (cf. paper I), so there are several
distinct vacancy sites and thus different types of vacancy
jumps.

An obvious indication of structure dependence is the
variation in the number of vacancy jumps into different
boundary sites. Results for the three temperatures are
given in Table II, where we do not distinguish between
equivalent primed and unprimed sites. Thus, at 7" = 1300
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TABLE II. Distribution of observed vacancy jumps into the
various sites.

Sites A B C D E F G L Al
1300 K 3 126 20 32 7 6 1 0 195
1400 K 5 153 34 46 6 9 6 264
1500 K 9 197 49 62 11 18 3 4 353

K the 126 jumps into B sites include all jumps into B and
B’ among which will be jumps between B and B’. With
increasing temperature, jumps which were previously con-
fined to sites 4, B, C, and D began to reach sites farther
away from the boundary midplane, as one might expect
for processes requiring thermal activation. In GB dif-
fusion kinetics this signifies a transition from the so-
called “Harrison type-C” regime to the “Harrison type-B”
regime.® By comparing Table II with the vacancy binding
energy for the various sites, one can observe a correlation
indicating more frequent jumps into the sites with larger
binding energy. Sites E, F, and G, being further from the
core of the tilt boundary, received relatively few jumps,
undoubtedly as a result of their smaller binding energies.
Another indication of structure dependence is the direc-
tion of jumps relative to the tilt axis. An anisotropic
behavior is expected simply on the grounds that different
local free volumes are available in the parallel and perpen-
dicular directions. In the case of [001] tilt boundaries in
Ag, diffusion was observed to be faster in the parallel
direction.” The simulation data indeed show more jumps
between adjacent [001] layers than jumps within a layer.
A more detailed analysis reveals a difference in the migra-
tion direction after many jumps. If the system were per-
fectly symmetric in the sense of equal potential barriers
for forward and backward jumps, then the only possibility
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FIG. 5. Histogram of relative vacancy location, in units of
(001) planes, showing persistence of jump direction with every
reverse jump. Jumps within the same layer are not considered.
Only the change between starting layer and final layer, so long
as all the jumps are in the same direction, is shown without re-
gard to time interval between jumps. Data obtained at T= 1300
K.
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FIG. 6. Same as Fig. 5 except the jumps are along [310] in
DSC (displacement shift complete) (Ref. 15) unit (0.324a,), a
direction perpendicular to the tilt axis.

for correlation between successive jumps would be a
dynamical effect which is known to favor a second jump
in the direction of the first jump. On the other hand,
since there is no preference in the direction of the first
move, by hypothesis, after many jumps one should find no
net drift of the vacancy. We defer until the next section
the question of short-time correlation effects, and consider
now the evidence for overall isotropy along the parallel
and perpendicular directions.

Figures 5 and 6 show the distribution of length of jump
in a particular direction with reversal in jump direction
without regard to the number of jumps and the time in-
volved. One can see that over the total period of simula-
tion there is effectively no net drift along the tilt axis,
whereas a drift from right to left (cf. Fig. 1) is apparently
taking place along the perpendicular direction [310]. Al-
though the simulation period is long compared to time
scales for dynamical correlation effects, we cannot be cer-
tain that the drift will not eventually reverse itself if the
simulation were to continue. (In MD studies of GB slid-
ing and migration, it was observed that once sliding was
activated, it could continue quite a while before reversal
set in. Here, too, it was not possible to demonstrate that
sliding was equally possible in either direction.) On the
other hand, the GB core does have an orientation, as indi-
cated by the kite structure shown in Fig. 1, and we know
that' B-C jumps are. more frequent than B-A jumps.
Therefore, it is tempting to interpret our results as show-
ing the effects of an inherent structural asymmetry.

IV. CORRELATION EFFECTS

In the discussion of correlation effects, one makes use
of a reference model of vacancy motion as a random-walk
process in which successive jumps are uncorrelated in
time and direction. It is then expected that this model is
valid only when the average time between jumps is much



29

5 30

z

g=

s 220

w o

=50

@ -

w3

=

2 0 Vol anln nll ;on
0 30 60 90

TIME DELAY t OF SUCCESSIVE JUMPS
( LATTICE VIBRATION PERIODS)

FIG. 7. Distribution of vacancy jumps as a function of time
between successive jumps, T=1300 K.

longer than the relaxation time associated with the jump
event. While there exists no simple operational definition
of this relaxation time, it is relatively straightforward to
study correlation effects given the trajectory data generat-
ed by MD.

The distribution of vacancy jumps at various times
after a jump has occurred is shown in Fig. 7. Here, n,(t)
is the probability of a second jump occurring between ¢
and t + At given that a jump has occurred at ¢ =0. The
curve in Fig. 7 denotes the exponential distribution which
is appropriate to a random process,

1 Y-
nv(t)=?e t/t ,

where the mean time between jumps r=7/N is deter-
mined in terms of the total simulation time T and the to-
tal number of vacancy jumps observed N. One sees that
after a time of three vibrational periods the MD data
show a significant enhancement over the random-walk
distribution; this was found to be mainly due to the strong
correlation between forward and reverse jumps involving
close-packed atomic sites B and B’.1° Otherwise, the data
show essentially no correlation effects in time.

The distribution of second-jump directions relative to
the first jump is shown in Table III along with the results
expected for a random angular distribution. For a bec lat-
tice the occurrence of uncorrelated successive jumps
would be in the ratio 1:3:3:1 for the indicated angular re-
gions centered about cos@=—1, —0.33, 0.33, 1, where 6
is the angle between the two successive vacancy-jump
directions. Thus, the fraction of reverse jumps expected is
about 1, in sharp contrast with the MD data.

TABLE III. Angular distribution of vacancy-jump direction
relative to the previous jump at 7=1300 K.

6 (deg) cosf@ Actual Random
0 to 35 1.00 to 0.82 0.104 0.125
35 to 90 0.82 to  0.00 0.307 0.375
90 to 145 0.00 to —0.82 0.115 0.375
145 to 180 —0.82 to —0.00 0.475 0.125
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V. DIFFUSION KINETICS AND ATOMIC
MEAN-SQUARE DISPLACEMENTS

The observation of many vacancy-jump events makes it
possible to determine the activation energy for vacancy
migration. If one assumes that vacancy exchange is the
dominant mechanism for self-diffusion, then the present
data can be used to estimate the self-diffusion coefficient.’
In this section we will consider these two calculations
along with a discussion of the mean-square displacements
of atoms and vacancies.

A vacancy-jump frequency can be obtained by counting
all types of jumps observed in the lifetime of a vacancy.
When there exist several vacancy trajectories, an effective
jump frequency I' can be defined by averaging the total
numbers of jumps over the number of vacancy trajec-
tories. An Arrhenius plot of I is shown in Fig. 8 with er-
ror bars indicating the standard deviation estimated as-
suming a Poisson distribution. Fitting the data to

C=Toexp(—E ¥ /kpT)

yields an effective activation energy (in eV) for GB vacan-
cy migration,

E}=o0.51

and a preexponential factor T'(=4.8x 10" sec™!. If we
write for T,

To=Zvpexp(AS YY),

where Z'is the effective coordination number, ¥, the effec-
tive “attempt frequency,” and AS ¥ the effective entropy
increase due to vacancy migration, then by taking
=8, AS¥ =0, we obtain a value of 6.1x 102 sec™! for
the effective attempt frequency. This may be compared
with the vibrational frequency of 7.1X10'? sec™! corre-
sponding to a Debye temperature of 470 K for bcc iron.
The availability of vacancy-migration trajectories also
suggests that it may be useful to view the sequence of
jumps as a diffusion process characterized by a certain
behavior of the mean-square displacement function
(A%(n)). Treating this problem as a random walk be-
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FIG. 8. Test of Arrhenius behavior of observed vacancy-
jump frequency.
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tween nearest-neighbor sites on a cubic lattice, one may
s all
write

(A%r(n))=na?

n—-ln-—j
< E 2 COSG,,, +J>

j=li=1

where n is the number of steps, a the jump dlstance, and
0, +j> is the angle between the vacancy position R,, after
i steps, and the position R; , j» after i +j steps. { )y, indi-
cates an average over various initial conditions consistent
with a thermodynamic ensemble. If the vacancy jumps
are strictly random, the second term in (A%r(n)) vanishes
and (A%r(n)) =na’.

The square displacement of a vacancy in the case of a
single vacancy trajectory is shown in Fig. 9. When many
vacancy trajectories are obtained for different initial con-
ditions, with a large number of jumps in each trajectory, a
linear variation with time is expected of the averaged
(mean-) square displacement. In this case it can be used
to calculate the correlation factor which is a measure of
the deviation from random walk'!

( Azr(n) >actual

( Azr(n ) )random )
For a crude estimate we fitted the vacancy trajectory
shown to a straight line and obtained f, ~0.5.

We next consider the atomic mean-square displacement
(MSD) (A% (1)),

(Azr(t)>——1- §
N =

=

—T;(0)]?.

In a diffusing system (AZr(z)) behaves linearly with ¢ at
long times, so the self-diffusion coefficiently is then given
by

D=—l—lim

S t— o0

b

(A%(1))
t

where s =3 in the case of three dimensions.

In a perfect lattice the mean-square displacement will
also show a linear growth with time so long as there is
diffusion. However, this behavior occurs at times too

1
300

1 I
0 100 200
TIME (psec)

400

SQUARE DISPLACEMENT (1074 em?)

FIG. 9. Observed squared displacement of a vacancy in the
GB core at T=1300 K.
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long to be seen by MD simulation. What is expected is
that (A%r(¢)) will increase to a bounded value which is
proportional to the square of the atomic vibrational am-
plitude in the lattice. In a single lattice with a vacancy,
diffusion occurs by the exchange of atoms with vacancy
in a discrete manner. The mean-square displacement
shows the same characteristics as that in a perfect lattice
before the first atomic jump. Immediately after the jump
event, the mean-square displacement would show a step
increase, the step size being dependent on the jump dis-
tance and the number of atoms N involved in the averag-
ing. Since vacancy jump is an infrequent event on the
time scale of MD simulation, one should not expect the
mean-square displacement to show a smooth linear varia-
tion with time, and this means an accurate determination
of the diffusion coefficient would be difficult.

The MSD of all the atoms in the tilt boundary model at
T =1100 K over a short-time interval during which only
two jumps have taken place is shown in Fig. 10. It shows
the discrete behavior of a step increase with each atomic
jump. Figure 11 shows the MSD of all the atoms in the
same model at T =1300 K now over a long time interval
during which almost 200 jumps have taken place. (The
distribution of bars under the curve indicates when a jump
event occurs and what kind of jump event it is. The long
bar corresponds to vacancy jumps among different sites.
The medium bar corresponds to the forward and reverse
jumps, while the short bars indicate those jumps involving
the same pair of sites.) One can begin to discern a more
or less linear behavior on a coarse-grained scale. By
averaging over a number of such mean-displacement
curves generated with different initial conditions one can
hope to deduce a resonably accurate value of the self-
diffusion coefficient. There remains the problem of de-
ciding which atoms in the given boundary models should
be considered in calculating (AZ%r(#)). One solution
would be to consider all the atoms to which the vacancy

MsD (107 ¢m?2)

0 ITLITI

0 8 16 24 32 40
TIME (psec)

FIG. 10. Mean-square displacement of all the atoms in the
GB model at T=1100 K. Two jumps (indicated by arrows)
have occurred during the time interval shown. Solid line
denotes the cumulative average value.
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MSD (107 ¢m?)

0oL LutlbullL B o, LT UL L

(0} 100 200 300 400
TIME (psec)

FIG. 11. Mean-square displacement of all the atoms in the
GB model at T=1300 K. Note change of time scale from Fig.
10.

will jump and weigh the sites proportional to the frequen-
cy of vacancy jumps.

Figure 12 shows the mean-square displacement results
obtained by averaging over atoms in the GB core (sites 4,
B, C, and D), atoms in the bulk (sites E, F, G, and L),
and all the atoms in the simulation system. Since the GB
thickness is now a well-defined quantity there is an intrin-
sic ambiguity in defining the GB diffusion coefficient.
Figure 13 shows the behavior of (A%r(t)) when all the
atoms in the simulation system are taken into account.

We can make an estimate of the diffusion coefficient
using the mean-square displacement information. The
diffusion coefficient D* for the simulation system is first
obtained by fitting in the boundary sites (A4, B, C, and D)
at long time,

D*=é(A2r(t)) .

T T T
- |
o Y
® ,J"
2 ,
= ¥
g I+ .H&M B N
= {
?"'
42 w,,!' )
A
0 T ‘[- W
o 100 200 300 400

TIME (psec)

FIG. 12. Mean-square displacement of atoms in the GB
(curve C) and bulk (curve A) regions at 7=1300 K. Curve B,
same as Fig. 11, is shown for comparison.
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FIG. 13. Mean-square displacement of all the atoms in the
GB model at various temperatures, (1) 1300, (2) 1400, (3) 1500,
(4) 1600, and (5) 1800 K.

Then the self-diffusivity at equiibrium vacancy concentra-
tion can be calculated from

E}
kgT

D*

N7

where N};=0.25X10"2 is the vacancy concentration for
the simulation model. The self-diffusivity D calculated
corresponds to a grain size of 6.5a, and a boundary width
2.1ay. Using AS%,=2 and E £=1 eV, the Arrhenius plot
of the grain-boundary diffusion coefficient is shown in
Fig. 14. The melting point of the system is assumed to be
close to the experimental value, T,, =1800 K. The effect
of including more atoms away from the boundary is to
give an average diffusion coefficient for a thicker boun-
dary region extended over the bulk region, thus decreasing
the magnitude of D*. Since the boundary thickness is

D =exp(AS Dexp

-4
o)
-~ _5 ~
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[ 3
<
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o (o]
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-8 1 1 1
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Tm/T

FIG. 14. Temperature variation of GB diffusion coefficients
derived from the results of Fig. 13.
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now well defined, it is often more useful to consider the
product of D* and boundary thickness.? Martin and Per-
raillon'? have summarized the available GB diffusion data
on the Arrhenius plot using a normalized reciprocal tem-
perature scale. The D values given by Fig. 14 fall within
the range of these experimental values.

VI. TRANSITION PROBABILITY
FOR VACANCY JUMPS

We have observed the vacancy jumps to be strongly
dependent on local structure. Since this is a general
feature of vacancy migration, it would seem useful to
characterize a particular GB structure by a corresponding
transition probability matrix. The elements of such a ma-
trix would then give the jump probabiities among the
various discrete sites in the GB core. We define a matrix
| P |, of which the elements P;; are the probability that a
vacancy will jump from site i to site j. P; can be decom-
posed as

Pjj=Pp;; ,

where P; is the probability that site i is occupied by a va-
cancy, and p;; is the conditional probability that, given a
vacancy is localized at site 7, it will next jump to site j.
For normalization one clearly requires

2P1=1
i
and

2pii=1.
J
Then

23Py=1.
P

The matrix |P| has been constructed using the
vacancy-jump data at temperatures 1300, 1400, and 1500
K. Results for T=1300 K are given in Table IV. The
dominant element is seen to be Ppp which actually refers
to B—B’ jumps. Notice that similar jumps between
equivalent sites at other locations effectively did not occur
because they involve much longer distances. In Table IV
one can observe an asymmetry in that P;=<Pj; presum-
ably this arises from the fact that sites i and j are at dif-
ferent levels of the potential energy surface so that one
jump is “uphill” while the other is “downhill.”
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VII. DISCUSSION

In this work we have obtained MD results on vacancy
migration and have related the data to self-diffusion. We
believe our work demonstrates, first of all, the feasibility
of studying the kinetics and structural properties of GB
diffusion by means of computer simulation. The results
illustrate the kind of information that one can extract
from MD simulation data. While they are useful as gen-
eral guides for further investigations, one should be care-
ful in ascribing to them quantitative significance because
of limitations due to inadequacies in the potential func-
tion and possible unphysical effects introduced by border
conditions, finite system size, and insufficient statistical
sampling. It is to be expected that some of the limiting
factors will be dealt with in future work since they pertain
to effects that can be controlled and systematically stud-
ied. Because of this and with the acquisition of more re-
sults on different GB structures, one can look forward to
valuable insight to be gained from dynamical simulation
studies.

It is worthwhile to stress again those aspects of the MD
technique which make the simulation results useful. In
essence, one is generating, through MD, detailed atomic
trajectory data which are the numerical solutions to a
sample of defect solid which obeys all the laws of classical
mechanics and thermodynamics. The structural proper-
ties and Kkinetics are determined by interatomic forces
evaluated using the instantaneous positions of the atoms;
aside from border conditions there are no constraints on
atomic displacements and hence deformations in the solid.
In this respect, one has in the simulation all the nonlinear-
ities inherent in relaxation and transport processes (at fin-
ite temperature and external stress), and the problem one
faces is therefore not how to simulate such effects, but
how to analyze and interpret the data to isolate a particu-
lar process of interest.

It is also worthwhile to comment on the need to go
beyond the traditional view of diffusion in terms of va-
cancy exchange mechanism. This is quite clearly brought
out in the present study. One difficulty with any mecha-
nism involving point-defect exchange is that at elevated
temperatures where large lattice deformations occur, a
point defect can become delocalized, or no longer well de-
fined because of significant increase of defect concentra-
tion. In our study the analysis of discrete vacancy jump
became difficult at temperatures beyond 1600 K. Anoth-
er difficulty is the evaluation of diffusion coefficient
through jump frequency and correlation factor. The

TABLE IV. Elements of the transition probability matrix P;; for vacancy jump from sites i to j at

T=1300 K.
A B C D E F G

A 0.0 0.005 0.010 0.0 0.0 0.0 0.0
B 0.0 0.485 0.052 0.108 0.0 0.0 0.0
C 0.015 0.072 0.0 0.010 0.005 0.0 0.0
D 0.0 0.082 0.031 0.0 0.026 0.026 0.0
E 0.0 0.0 0.010 0.021 0.0 0.0 0.005
F 0.0 0.0 0.0 0.026 0.005 0.0 0.0
G 0.0 0.0 0.0 0.0 0.0 0.005 0.0
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latter is a quantity helpful in the physical interpretation of
diffusion, but it is not easily extracted from the simula-
tion.

One way to circumvent the difficulties of locating point
defects and evaluating appropriate correlation factors is to
describe diffusion entirely in terms of atomic coordinates
which are always well defined and available from the
simulation. One can adopt the definition of the diffusion
coefficient D used in liquid state dynamics,

k

T rw
= [Ty,

D=
M

where

Y1) =(V(2)-¥(0)) /{¥(0)-¥(0))

is the velocity autocorrelation function of an atom. It is
not difficult to compute ¥(¢) by MD. Applying this ap-
proach to the GB diffusion problem requires a priori
determination of which atoms can participate in the dif-
fusion process.!> This is equivalent to the specification of
GB thickness. The advantage of the approach is that it is
valid for any state of the system and makes use only of
atomic trajectory rather than the trajectory of any defect.
In this work we have suggested the use of a transition
probability matrix | P | for vacancy jumps to represent,

in operational terms, the structural characteristics of a
GB system. The estimation of | P | using MD is of in-
terest for another reason. From the knowledge of | P |
one can carry out Monte Carlo simulation of vacancy mi-
gration and determine in this way the atomic mean-square
displacement, the basic quantity in any discussion of dif-
fusion. Although we have already examined {A?r(z)) re-
sults in Sec. V, it would be very valuable to have data for
more vacancy jumps than we can afford to accumulate us-
ing MD. By switching to a Monte Carlo simulation one
can bypass the problem of waiting for a vacancy jump to
occur and follow instead a migration path where every
move of the system involves a vacancy jump.'* To be
sure, one loses short-time (and detailed) information con-
cerning the jump process, but it is not altogether clear at
this point that this information, beyond what is already
built into | P |, is essential for the understanding of GB
diffusion.
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