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‘We propose models which allow one to predict the growth kinetics
for an oxide on the surface of thin films. It is assumed that, in
a two-layer system, a material of the “lower” layer diffuses on the
boundaries of grains of a material of the “upper” layer, and the re-
action of its oxidation on the external surface creates an additional
motive force of the diffusion. The amount of a diffusate spent on
the formation of an oxide takes no participation further in the pro-
cess of mass transfer. Therefore, the concentration gradient does
Under conditions of an additional influence of the
“oxygen pump” on the surface of thin films, the motive force of the
process caused by the concentration gradient continues to act for
a sufficiently long time. We consider the process of growth of cop-
per oxide on the nickel surface layer in the two-layer system Cu/Ni
with regard for different mechanisms of diffusion of copper such as
the volume diffusion through the oxide, the surface diffusion along
the metal-oxide interface and the triple joints of the boundaries
of grains, and the combined mechanism including the surface and
volume diffusions. It is established that the mechanism of diffusion
affects significantly the shape and size of the oxide layer and its
effective thickness. We analyze the influence of parameters of the
mass transfer on the effective index of growth of the oxide.

not decrease.

1. Introduction

The experimental data for a number of multilayer sys-
tems obtained by the condensation in vacuum such as
Cu-Me (Me-Ni, Mn, Sn, Cr, Co), Cu—Mn—-Sn, Cu—Cr-
Al, Cu—Ni-Au, Cr—Cu—Ni, Cr—Cu—Ni-Au, Al — Me (Me
— Ti, Ni, V, Cr, Ta, Mo, Co), YBayCuzO7_, — Me (Me —
Ni, V, Ti, Mo, Nb, Al), Me-Si (Me — Mo, Ti, Cr, W, Ni,
Pt), Pt-Ni-Si, Ni-Ti-Si, Ti-W-Si, Au—-Co-Si, Al-Ti-
W-Si, Au-Ni-Me-Si (Me — Mo, W, Ti), Au-Me-Mo-Si
(Me — Co, Ni, Pt, Pd), and Au-Pd-Me-Ti-Si (Me — Mo,
Cr) testify that the rate and the direction of migration
of atoms turn out to depend on a physico-chemical state
of the external surface in the case where the thicknesses
of layers can be comparable with a size of the diffusion
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zone [1-3]. The processes of oxide formation running on
the external surface at high temperatures cause thermo-
dynamically the processes of diffusion in bulk. In multi-
layer systems, the external surface plays the role of “oxy-
gen pump”’ which pumps a material of the “lower” layer
through the “upper” one by the grain-boundary mech-
anism without the penetration of atoms of a diffusate
in the bulk of grains of the upper layer. The processes
on the surface are an additional (to the concentration
gradient) motive force of the mass transfer.

The motive force of the mass transfer of atoms of a
material of the “lower” layer to the surface is the concen-
tration gradient. If a diffusate appearing on the surface
is taken away (by the mechanism of surface diffusion) in
the direction from the “grain boundary — surface” joint
or is oxidized, then the concentration gradient does not
decrease, and the motive force of the process caused by
the concentration gradient continues to act over a suffi-
ciently long time interval. The thermodynamical anal-
ysis indicates that the Gibbs energy of the reaction of
oxidation of copper, manganese, nickel, tin, chromium,
and aluminum is negative, which can be also considered
as a motive force of the process of redistribution of com-
ponents in the specimen by means of the mass transfer,
in which the system passes to the state with a less energy.

We indicate the following fact which confirms the gen-
eral character of the role of the surface as an additional
motive force of the mass transfer in thin-film systems:
the surface acts as the “oxygen pump” in the case of the
inversion of materials of the layers, i.e., if Me; and Me,
are, respectively, the lower and upper layers of a two-
layer structure and if Mey is the lower layer, whereas
Me; is the upper one [4].

The motive force of such a kind is quite clearly mani-
fested for the two-layer system “copper (100 nm) — nickel
(100 nm)”. On the initial stages of the diffusion (at tem-
peratures of the order of 0.3 T}ye1¢, the formation of oxide
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Cuz0 on the external surface creates the “oxygen pump”:
atoms of copper from the “lower” layer diffuse onto the
boundaries of grains of the “upper” layer without the
entry to the bulk of grains of Ni.

Earlier under the assumption that the oxide formation
reaction in the Cu-Ni system plays the role of an “oxy-
gen pump” which presents an additional motive force of
diffusion, we proposed a mathematical description of the
given process [5]. Its idea consisted in the introduction
of the reaction of oxidation into the Fick’s system of
equations which describe the mass transfer of Cu atoms
on the boundaries of grains and on the Ni layer surface.
It was assumed that the atoms of copper which are con-
sumed in the formation of the oxide take no participation
further in the diffusion. Therefore, a certain part of Cu
atoms diffusing on the nickel surface layer is taken off
for the formation of the oxide. As a result, we obtained
a distribution of the concentration of Cu in the Ni layer
with thickness H with regard for the formed oxide. In
this case, taking the oxidation reaction constant into ac-
count allowed us to vary the rate of formation of the
oxide and to describe the process of accumulation of the
diffusate in the near-surface layer. By using this quite
simple model which fits well the experimental data on
the whole, we succeeded to corroborate the idea of the
stimulating effect of the oxide which is formed on the ex-
ternal surface on the grain-boundary diffusion in bulk.
At the same time, the oxidation within the model was
considered as a homogeneous (in the limits of the sur-
face layer) reaction which was characterized by a certain
fitting value of the reaction rate. In this case, it was im-
plicitly assumed that the formed layer of the oxide does
not influence the process of surface diffusion.

The further development of the model ideas requires
an answer to the question about the mechanism of for-
mation of the oxide layer on the surface of thin films.
Therefore, the goal of the present work is the mathemat-
ical description and prediction of the kinetics of growth
of copper oxide on the surface layer of Ni in the Cu/Ni
system with regard for various mechanisms of diffusion
of copper atoms: the volume diffusion through the oxide,
the surface diffusion along the metal-oxide interface, etc.

2. Formation of Oxide due to the Volume
Diffusion of Cu

Let us consider a bicrystal with the boundaries of grains
with width § and with length [ (Fig. 1). The atoms
of copper from the lower layer diffuse along boundaries
through the layer of Ni and form the surface oxide CuzO.
In the present model, we consider the formation of the
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Fig. 1. Formation of Cu oxide on the Ni film surface under condi-
tions of the volume mechanism of diffusion (the oxide has form of
a half-cylinder)

oxide only by the mechanism of the volume diffusion
of Cu through CuyO (case of the cylindrical symmetry).
We assume that Cu atoms diffuse through the oxide more
rapidly than oxygen. In other words, the diffusion of the
metal outside and the growth of the oxide on the surface
occur more intensively than the oxidation of boundaries
of microcrystallites. In this case, we take the condition
of quasistationarity for fluxes along the boundaries of
grains and through the oxide volume. This allows us, in
particular, to avoid the necessity to solve the equation of
Fick’s second law for the grain-boundary diffusion. In-
stead of this, we determine the flux along the boundaries
of grains in terms of the difference of chemical potentials
on “ends” (the joints of the boundary with copper and
with the oxide) and the Onsager grain-boundary coeffi-
cient [6].

In the present model, all copper atoms which have
passed along the grain boundary migrate further to the
external surface through a half-cylindrical oxide layer
(whose axis passes along the joint of the boundaries of
grains with the surface and whose radius r € [rg, R)).
Therefore, we can use the condition of “sewing” in the
form of the conservation law for the total flux of a dif-
fusing substance:

_ /
b ab % 81 = n®20 e (R)RI. (1)
Here, n9® and n°"° is the number of atoms per unit
volume on the boundaries of grains and in the bulk of
Cus0, respectively; L9 — the Onsager coefficient for the
grain-boundary diffusion:

Cgbl)gb
2
o, (2)

c9® — the grain-boundary concentration of copper; Dgy, —
the coefficient of diffusion of copper along the boundaries

L9 =
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of grains; u1 — the chemical potential of pure copper; u' —
the chemical potential of copper in Ni on the boundary
with CusO; H — the Ni layer thickness; jcu(R) — the
density of the flux of Cu atoms through the external
boundary of the half-cylindrical layer of oxide CugO.

We determine the flux density from the condition of
quasistationarity (it is almost obvious for the oxide:
since the oxide is practically stoichiometric, the concen-
tration in it must be invariable in time):

dccu . _ 1o . ~
el —divjcu(r) = - (rjcu(r)) = 0. (3)
Hence (see also [7]),

Ticu (1) = —rLchO% = const. (4)

Condition (3) means simply that the total flux through
any cylindrical cross-section is the same. The standard
solution of the differential equation (4) with the bound-
ary conditions p = p/ at r = 6/2 and p = p3 at r = R
takes the form

p(r) = p' + (ps — u')lil((jg//?)- (5)
This yields
rjcu (r) = Rjcu (R) = Lcwm, (6)

where 3 — the chemical potential of copper in CuyO on
the boundary with the atmosphere at a steady pressure,
LC120 _ the Onsager coefficient of diffusion of copper in
the bulk of Cu,0O,

2 Dpuik
- 7

3R (7)
Dy — the coefficient of volume diffusion of copper, and

2/3 is the molar concentration of copper in the oxide.
Substituting (6) in the conservation law (1), we obtain

LCuZO —

! !
gbrgbH1 — H ;¢ CuyOfCuz0 (W — p3)
nI’LI9°———15 =n L 71n(2R/5) wRI. (8)

This relation yields the “intermediate” chemical po-
tential i/ (taking n9” ~ n®120):
_ LEIn(2R/6) + L0 pg(w/6)
(w/5) - LOu0 y L7HCRED

/

1

(9)

We now write the equation of balance of fluxes on the
movable boundary:

<2ncu20 B 0) drR nchoLCUQO (1 —ps) 0.

3 dt RIn2R/§ (10)
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The coefficient % stands for the number of Cu atoms

in unit volume of the compound CusO, i.e., the number
of Cu atoms is 2 of the total number of atoms.

3
This yields

dt 2 RIn(2R/6)

Substituting p’ from (9) and solving the differential
equation, we get the following solution presenting the
dependence of the radius on time:

H 2 (0 ’ 2 !
L9 (g — p3) (R (2) >+3Lcu20 (1 — p3) (W/é)x

(220 (3]

The difference (3 — p3) is proportional to the thermo-
dynamic moving force (per 1 atom) in the formation of
CuzO from copper and oxygen.

In the Visual Basic 6 software, we constructed a model
which allows one to analyze the time dependence of
the distance from grain boundary, on which Cu oxide
is formed. The results of calculations are presented in
Fig. 2. We used the following data: H = 100 nm,
p1 — ps = 2.1 x 107 J/atom, 6 = 5 A, T = 873 K,
tmax = 1000 s, 7o = 1 nm.

If Dy, =107 +10712 cm? /s, a Dy = 1071710715
cm? /s, then the oxide size varies insignificantly for 1000
s as compared with the initial value of rg. Further, as the
coeflicients of diffusion increase by one order of magni-
tude, the maximum radius increases approximately trice.
On the whole, the increase in the coefficients of diffu-
sion by 4 orders of magnitude leads to the increase in
the radius by 10 times. In other words, the growth of
the oxide on the surface of the system by the volume
mechanism can occur efficiently at the rather high co-
efficients of the volume and grain-boundary diffusions
(10710 = 10713 cm?/s).

By using the logarithmic dependence of the radius on
time (Fig. 2,b), we determined the effective oxide growth
index K = dInR/dInt at the end of the time interval
of measurements which is equal to 0.01, 0.09, 0.29, 0.4,
and 0.43 for cases 1, 2, 3, 4, and 5, respectively. It is
worth noting that the value of K varies in the process of
annealing and tends to 0.5.

Let us introduce the effective thickness of the equiva-
lent oxide interlayer

X (12)

1
HogLnil = Eﬂ%’?l.
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Fig. 2. Growth kinetics for the oxide (a) and the logarithmic de-
pendence of the radius on time (b) at the following parameters: 1
~ Dgp = 1071 ecm?/s, Dy = 10717 cm?/s; 2 - Dy, = 10—13
cm? /s, Dy = 10716 em?/s; 8 — Dy, = 10712 em? /s, Dpyie =
10715 em?/s; 4 — Dy, = 10~ cm? /s, Dpyc = 1071 cm?/s; 5 —
Dy = 10710 cm?2 /s, Dy = 10713 ecm? /s

Then

_ TR?
2Ly

Heff

where Ly; is the Ni grain size (Ly; = 20 nm).

Values of Heg obtained in cases 1, 2, 3, 4, and 5, are
0.08, 0.1, 0.22, 1.2, and 8.15 nm. The growth index K
for the effective thickness is obviously twice greater than
that for the cylinder radius.

3. Formation of Oxide due to the Surface
Diffusion along the Metal-Oxide Interface

In this case, we consider the appearance of Cu atoms
on the Ni layer surface on the boundaries of grains with
length [ and with width § which form a two-dimensional
plate of oxide CuzO with height by (Fig. 3). We assume
that the motion of Cu atoms occurs along the Ni - CuyO
interface in the near-surface layer d;,; in the direction of
the x axis. Thus, the oxide “is completed” from both
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Fig. 3. Formation of the oxide on the Ni film surface due to the
surface diffusion of copper

sides of the plate due to the surface diffusion of Cu (the
oxide size in this direction ie equal to X).

We now write the equation of balance of two fluxes
by — ' int 7 int &V — M3
ngbLg Tél = 27’llnthtT51ntl, (13)
where L™ — the Onsager coefficient of diffusion along

the interface:

int
™ Ding

Lint —
kT

¢t — the concentration of copper on the interface; Diy; —
the coefficient of diffusion of copper along the interface,
n'™ — the number of atoms on the interface, n'™

We will determine the oxide growth rate from the
equation of balance (the flux which comes to the ex-
ternal edge is spent for the completion of the oxide layer

by dX)

~ nIl,

!
pint gt B sy 2 0n0 g g (14)

X 3
where p3 is the chemical potential of copper in CusO on
the boundary with the atmosphere at a steady pressure.
The quantity hg is the asymptotic thickness of islands
at the lateral growth and is determined in the general
case by the kinetic parameters, rather than the thermo-
dynamic ones. The formation of islands by the lateral
growth was explained by P. Gas in France and C. Lavoie
in the USA (islands increased to a thickness of about 10
nm and then grew laterally). Models of the formation
of such islands were developed in [8-10]. The thickness
is defined as a certain ratio of the coefficient of diffusion

and the reaction rate on the boundary.

Thus,
dx 3 int (;U'/ _ NS) nint(sint
R T (15)
1007



A.I. OLESHKEVYCH, A.M. GUSAK, S.I. SIDORENKO et al.

5
801
X=1,03 nm
£ 60- X=1,3067 nm
. X=3,89 nm
'? 401 X=21,7 nm
X X=95,85 nm
201 4
312
0 7 i ; 7 ;
0 200 400 . 600 800 1000
., S
a
-18,0, 5 4
-18,51
-19,01
s 19,5 3
-20,0
-20,51 2
-21,0 T T T r T
-4 -2 0 2 4 6

Fig. 4. Dependence of the distance, to which the oxide is spread,
on time (a) and the corresponding logarithmic dependence (b): 1 —
Dgp= 1071 ¢cm? /s, Djyy = 10715 cm?2/s; 2 Dy, = 10713 cm? /s,
Dint = 107 cm?/s; 3 Dy, = 10712 cm? /s, Dy = 10713 cm? /s;
4= Dgp = 1071 em?/s, Dipy = 10712 em?/s; 5 - Dgp = 10710
cm?/s, Dipy = 10711 cm? /s

From Eq. (13), we obtain

;L X6+ 2L e H (16)
a oLintg H + L9PX0

Substituting relation (16) in (15) and solving the dif-
ferential equation for the coordinate x as a function of
time, we get the solution

2 int 2 gb
P A 20 (X_ <5>> .
ho (11 — p3) 2

+:msmt<52LintLgb2H 2 (5> 2
4ho (1 — ps) 2 '
Results of the modeling are presented in Fig. 4. Val-
ues of the coefficients of diffusion were chosen in the same
limits as those in model 1. But, instead of the coefficient

of volume diffusion, we used, in this case, the coefficient
of diffusion of Cu atoms along the interface, Dip.

(17)
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Input data are as follows: H = 100 nm, 3 — ug =
2.1 x 1071 J/atom, § = §ine =5 A, T = 873 K, tiax =
1000 s, and hgp = 2 nm.

We may conclude that the character of the function
X = f(t) is significantly changed as compared with that
in model 1. In this case, the oxide on the surface grows
much more rapidly at the coefficients of diffusion Dy, =
1071 + 1071 em? /s and Dy = 10712 = 107 cm?/s.

In the interval D, = 107 + 1071 cm? /s, the oxide
size varies slightly. At Di, = 10712 = 1071 ¢cm? /s, the
rate of growth of the oxide increases step-wise, and X
becomes 96 nm, which is larger by one order than the
maximum radius in model 1. This is related to the larger
rate of diffusion along the interface as compared with
the volume mechanism which was considered dominant
in model 1.

In cases 1, 2, 3, 4, and 5, the effective growth indices
for the oxide are 0.03, 0.25, 0.69, 0.72, and 0.58, respec-
tively, and exceed the values obtained within model 1.
We note that the growth index increases firstly and then
decreases.

In the given model, the effective thickness of the oxide
layer is determined by the formula

ho
Lyni

Heg =2X

The values of Heg at Lyn; = 20 nm obtained in the
cases 1, 2, 3, 4, and 5 are 0.2, 0.26, 0.78, 4.34, and
19.2 nm. The comparison indicates that these values
are larger that those obtained in model 1.

We emphasize that the above-mentioned model stops
to be adequate when X attains a half of the Ni grain
size, because this means the fusion of oxide strips in
the continuous oxide layer. After that, the oxidation
should run by the different mechanism and, possibly,
significantly slower. Therefore, the chosen values of Ly;
in cases 4 and 5 is not quite correct for calculations of
Heg.

4. Formation of Oxide due to the Diffusion of
Cu along Triple Joints of the Boundaries of
Grains

In this case, we consider the diffusion of Cu atoms mainly
along the triple joints of of the boundaries of grains. We
assume that a joint has form of a pipe with width §
(Fig. 5). Oxide CuzO grows in the form of a hemisphere
with radius r (r € [ro, R]). Hence, we can use the spher-
ical symmetry.
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The conservation law for a flux looks as

joint 7 joint K1 — K AN Cus0 2

plomt pom =] =n"""jcu (R)2TR?, 18

7x(3) jow (B) (18)

where ni°"* — the number of atoms in a triple joint of

the boundaries of grains; LJ°®* — the Onsager coefficient

of diffusion over the triple joints of the boundaries of
grains:

joint
d Djoint

kT 7

Ljoint _

c°i"t — the concentration of copper in a triple joint of
the boundaries of grains; Djoint — the coefficient of diffu-
sion of copper over the triple joints of the boundaries of
grains.

The condition of quasistationarity in a spherical speci-
men can be written as follows [7]:

10

(r*jcu (1)) ~ 0.

The standard solution of the differential equation (19)
with the boundary conditions p = u’ at 72 = §/2 and
p = uz at v = R? reads

/ / 1 1
p(r) = p +(ﬂ3#)<5/2R>~ (20)
This yields
/ —
7‘2qu (T) _ RQqu (R) _ nCUQOLCu2OM. (21)

1 1
5/2 R

Substituting the formula for a flux in relation (18), we
obtain

o 5\ 2 ——
pioint rjoint MlH K (2> _ ZnCu2OLCu2O (i _ﬂi) )
52 R
(22)
From this relation, we find p/ (noint ~ nCu20):
,_ (L) (5 — 55) + 8L usH (23)

wo= 8 Cu20[,Cu20 ff 4 [ joint 52 (% _ %) )

We now write the equation of balance of fluxes deter-
mining the oxide growth rate with regard for the flux of
Cu atoms given by formula (18):

2 d
<nCu20 B 0) R _ jou(R) 0,

3 g (24)
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Fig. 5. Formation of the oxide on the surface near a joint of the
boundaries of grains

AR _ 3 cuo (il — 1) 1

== ook

dt 2 (25)

1 1
52 R

Substituting u' in Eq. (25), we get the required solu-
16LCw2C0H (

tion
53
= . R - —
962 LI (puy — g 8 > i

+26Ljoint (RS _ 63) _ 52Ljoint (R2 _ 62) )
8 4

(26)
In cases 1-5, the effective indices of growth of the oxide
are 0.02, 0.1, 0.24, 0.3, and 0.32, respectively (see Fig.
6,b).
The effective thickness of the oxide layer is given by
the formula

A7 R3

He = —— .
T 6L

In cases 1-5, the values of Heg at Ly; = 20 nm are,
respectively, 0.005, 0.008, 0.03, 0.18, and 1.5 nm and
are less approximately by one order than those obtained
within the previous models.

Results of the modeling performed with the initial
data analogous to those in model 1 (with the exception
of the coefficient of diffusion over joints of the boundaries
of grains which was taken by one order greater than the
coeflicient of diffusion on the boundaries of grains; more-
over, a joint width was set 10 A) are shown in Fig. 6,a.
The value of R at t,,x = 1000 s is significantly less than
that in model 2 and is approximately equal to the value
taken in model 1, except for the case where Djginy = 10~9

1009
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Fig. 6. Dependence of the radius of the oxide on time (a) and the
corresponding logarithmic dependence (b): 1 — Djoiny = 10—13
cm?/s, Dpuc = 10717 cm?/s; 2 - Djoint = 10712 em? /s, Dypu =
10716 cm?2/s; 3 — Djoint = 1071 ecm?2 /s, Dpy = 1071 cm?/s; 4
— Djoint =10"10 (31112/57 Dy = 1014 CI‘I]2/S; 5— Djoint =10"°
cm?/s, Dy = 10713 em? /s

em? /s, Dy = 10713 em?/s. In this case, the oxide size
calculated within model 1 is larger approximately by a
factor of 1.5. Thus, under conditions of the accepted ge-
ometry of a triple joint of the boundaries of grains, the
contribution of this mechanism to the oxide-forming is
insignificant.

5. Formation of Oxide by the Combined
Mechanism: Surface and Volume Diffusions
of Cu

We now consider the growth of the oxide on the sur-
face in the case where it grows along two directions,
by completing on edges due to the diffusion along the
metal-oxide interface and normally to the interface due
to the volume diffusion of Cu through the oxide (Fig.
7). In this sense, the model is close to the Fisher model
of grain-boundary diffusion [11] with the sucking off of

1010

Cu20 %
u}
J— zﬁ 1
» y 1 y+dy 4 lémt
h(t,0) 1 2 y X
AT
Cu w

Fig. 7. Formation of the oxide on the surface due to the surface
and volume diffusions of copper

a diffusate into the grain volume but takes additionally
the movement of external interfaces into account.

Let the oxide growing on the surface have form shown
in Fig. 7. We consider that the diffusion of Cu atoms
occurs both along the interface, i.e. in the direction of
the x axis (the oxide size in this direction is X) and
into the volume of the formed oxide CusO, i.e. in the
direction of the y axis.

1. The substance conservation law for point 1 is as
follows:

25intl-

x—0

!/
gplr — 1o i Op
L=l = — L (27)

T

In formula (27), we neglect the flux related to the dif-
fusion of Cu atoms through the oxide layer, because this
flux is insignificant under the condition X < h%.

2. The substance conservation law for interval 2 with

width dz in the approximation of quasistationarity is as

follows:
kY tl 7Lint ai,u o 7Lint @ nint _
Ox T Ox z+dx
— pCu207Cuz0 () — ps dal: (28)
h(t,z)
g it 0 (p () — pi3)

CugO _

= pCu20 L plz) = s dx; (29)

6int h (t7 1‘)
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Heights of the oxide layer h (in nm) for each of 5 diffusion channels and values of X at tmax = 1000 s and the
coefficients of diffusion in three cases (K, and K, are, respectively, the effective indices of growth of the oxide along

the y and z) axes

Channel number ‘ Case 1 X = 6.7 nm K, = 0.58

Case 2 X = 24.5 nm K, = 0.51

Case 3 X =69.8 nm K, =0.41

n=1 h=1.37 K, = 0.31 h=4.35 Ky = 0.59 h =168 K, = 0.57
n=2 h=1.28 K, =0.26 h = 3.52 K, =054 h=12.2 Ky, = 0.52
n=3 h=1.19 Ky =0.19 h=2.76 K, =047 h=83 K, = 0.46
n=4 h=1.09 K, =0.11 h=1.99 K, =0.38 h=5.04 Ky =0.39
Heog \ 0.99 nm 8.35 nm \ 71.5 nm

LCHQOnCHQO H’ (x) _ ,US
Livt§eni®t  h(t,z)

0 (1 (2) — ps) _
0x?

0<z<X(t), (30)
where p (z) — the chemical potential of copper in Ni on
the boundary with CusO at a point on the z axis; h(t,
z) — the height of the oxide layer at a point z at the time
moment ¢.

We now write the equation for the oxide growth rate
in the case where Cu diffuses along the interface:

9 2

_pintint a—” Binedt = =n"20deh(t, 0), (31)
Tla)

do_ _ 30wn™ (e 01 (32)

dt — 2h(t,0)nCu=20 0|, )

The coefficient % — the number of Cu atoms in unit
volume of the substance CuyO.

The equation for the oxide growth rate for the volume
diffusion of Cu along the y axis reads

— e 2
pCu20 [Cus0 ) =M oy 2 Cun0 gy (4 i,

h(t,x) 3
(33)
We obtain
dh(t,x) _ 3 LOO(u (@) - )
a2 h(t,x) = (34)

The system of equations (27), (30), (32), (34) was
solved by the method of shooting. The solution gives
the dependences h(t,z) and z(t). The modeling was ex-
ecuted for the following data: H = 100 nm, uq — g =
2.1 x1071 J/atom, 6 = 6y = 5 An=5 (n — the num-
ber of diffusion channels, by which the atoms of copper
move into the bulk along the y axis, n = 1 — the central
channel at the coordinate origin, n = 5 — the last chan-
nel at the point X), T'= 873 K, tiax = 1000 s, hg = 1
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nm (hg — the height of the oxide layer at the initial time
moment).

We analyzed 3 cases, for which the coefficients of dif-
fusion were taken as follows:

1. Dy = 10712 em?/s, Dip = 10713 em?/s, Dy =
10715 cm?/s;
2. Dy, = 107" cm?/s, Diyy = 10712 cm?/s, Dyui =
10714 cm? /s
3. ng = 10719 CIHQ/S7 Dy = 10—11 sz/S, Dy =
10713 cm?/s.

Results of the modeling (see Table) allow us to draw
the following conclusion. The oxide grows in such a way
that its size along the x axis is larger than that along
the y axis. In addition, the maximum along the y axis is
observed for that channel which is central, i.e. it coincide
with the exit to the grain boundary surface.

Comparing with models 1-3, we may assert that the
oxide grows to a larger size in model 4, which is caused by
the simultaneous action of two mechanisms of diffusion.

We determine the effective thickness of the oxide layer
by the formula

Let us compare the effective coefficient of growth of
the oxide K, along the z axis with the values obtained
within the previous models. In the case where Dy, =
10719 em?/s, Diyy = 107 em?/s, and Dy = 10713
cm? /s, it is equal to 0.57, which is approximately equal
to the value in model 2 at Dy, = 10-10 cm2/s and Djyy =
10~ e¢m?/s. That is, the contribution of the volume
mechanism of diffusion is insignificant. For Dy, = 107!
em?/s, Dipe = 10712 ecm? /s, and Dy = 1071 cm?/s,
we have K, = 0.5, which is less than that in model 2 but
is larger than that in model 1 at Dy, = 107! ¢cm?/s and
Dpue = 107 cm?/s. This testifies that the diffusion
runs by the volume mechanism and along the metal—
oxide interface. Finally, in the case where Dy, = 107!2
em? /s, Diye = 1071 ecm?/s, and Dy = 107 ecm?/s,
K, = 0.41, which is approximately equal to the value
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calculated within model 1 at Dy, = 10719 —107! ¢cm? /s
and Dy = 107810714 cm2/s and is larger than the
value obtained in model 3. Thus, the diffusion runs by
the volume mechanism and by the grain-boundary one.

We now analyze values of the effective coefficients of
growth of the oxide K, for the coordinate y in three
cases at Ln; = 20 nm (see Table). In the first case,
the oxide grows most intensively in the region of the
first channel which coincides with the exit of a grain
boundary on the surface. In the second and third cases,
the growth rate increases in all five channels with the
maximum value at 1 and 2 channels. In addition, we
observe a decrease in K, simultaneously with an increase
in K. In other words, the diffusion becomes faster along
the y axis, which testifies to the enhancement of the role
of the volume diffusion.

6. Conclusions

The above-proposed models allow one to develop the the-
oretic ideas of the mechanism and the growth kinetics for
an oxide on the surface of thin films. Since we consid-
ered four different models of “oxygen pump”, the ques-
tion arises about which of the models or which of their
combinations is realized at various temperatures of the
annealing. This will be obviously depend on the mor-
phology of a film (the lateral size of a grain) and on
the ratio of the coefficients of grain-boundary diffusion,
volume diffusion, and diffusion along the metal-oxide in-
terface. Judging from the above-obtained regularities of
the oxide growth, we may expect the pump mode at low
temperatures which is determined by the diffusion along
triple joints of the boundaries of grains, as well as the
diffusion in the oxide bulk at high temperatures.
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MOZJEJIFKOBAHH{ ITPOLECY POCTY
OKCHU/IY HA IIOBEPXHI ITPU AU®Y3I B TOHKNX
IUIIBKAX B YMOBAX /I “KUCHEBOI'O HACOCA”

A.I. Onewxesun, A.M. Iycax, C.I. Cudopenxo, C.M. Boarowro
PeszmowMme

3aIponoHOBAHO MOZEI, AKi JO3BOJIAIOTEH IIPOrHO3yBATH KiHETUKY
POCTY OKCHJy Ha IOBEPXHI TOHKMX ILJIIBOK. BBaxkaroTh, 110 y JBO-
mapoBiit cucremi Marepias “HUXKHBOTO” MApy AUMYHIYE IO TPaHU-
151X 3epeH MaTepiajy “BepXHbOro” miapy i peaxiiisi Horo OKUCJIEHHS
Ha 30BHIIIHIN MOBEPXHI CTBOPIOE JOJATKOBY PYUIIHHY criy mudy-
3ii. KinbkicTs nudpysanra, sika BUTPA4a€TbCs HA YyTBOPEHHS] OKCHU-
ny, He Gepe JaJii ydyacTi y Ipolieci MacollepeHeCeHHsI, TOMY I'pa-
IIE€HT KOHIIEHTPAIil He 3HUXKYEThCS. 32 YMOB JIOJATKOBOIO BILIU-
By “KHCHEBOTO Hacoca’ Ha IIOBEPXHI TOHKMX IUJIIBOK pyIIiiHA CHJIa
POIfeCy, 3yMOBJIEHA I'DAJIEHTOM KOHI[EHTPAIlil, IPOJOBXKYE AiATH
nocrarHbo noBro. [Ipomec pocty okcumy Mizi Ha MMOBepXxHi mapy
Hikesro B gBomaposiit cucremi Cu/Ni po3risiHyTo 3 ypaxyBaHHSM
pisnux MexaHi3miB nudysil migi — 06’eMHOI Kpi3b OKCHJ,, IOBEPX-
HEBOI B3/IOBXK MiK(}a3HOI rpaHulli “MeTaj—OKCHU.’, IO MOTPIHHUX
CTHKaX IPaHUIb 3€PEH, & TAaKOXK 33 KOMOIHOBAHHM MEXaHI3MOM —
oBepxHeBol Ta 06’emHuoO1 nudy3ii. Bcranosieno, o MexaHizm au-
dys3il cyrreBo BIMBaEe Ha (OPMY Ta PO3MIp OKCHIHOIO IIapy, a
TaKOXK Ha #oro edekTuBHy ToBiuHy. [IpoaHnanizoBaHo BILINB Ia-
paMeTpiB MacollepeHeCeHHs Ha ePEeKTUBHUM TOKA3HIUK POCTY OKCHU-
ay.
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