IOPSClence iopscience.iop.org

Home Search Collections Journals About Contactus My IOPscience

A charge transfer ionic-embedded atom method potential for the O-Al-Ni—-Co-Fe system

This article has been downloaded from IOPscience. Please scroll down to see the full text article.
2005 J. Phys.: Condens. Matter 17 3619
(http://iopscience.iop.org/0953-8984/17/23/014)

View the table of contents for this issue, or go to the journal homepage for more

Download details:
IP Address: 129.252.86.83
The article was downloaded on 28/05/2010 at 04:59

Please note that terms and conditions apply.



http://iopscience.iop.org/page/terms
http://iopscience.iop.org/0953-8984/17/23
http://iopscience.iop.org/0953-8984
http://iopscience.iop.org/
http://iopscience.iop.org/search
http://iopscience.iop.org/collections
http://iopscience.iop.org/journals
http://iopscience.iop.org/page/aboutioppublishing
http://iopscience.iop.org/contact
http://iopscience.iop.org/myiopscience

INSTITUTE OF PHYSICS PUBLISHING JOURNAL OF PHYSICS: CONDENSED MATTER

J. Phys.: Condens. Matter 17 (2005) 3619-3635 doi:10.1088/0953-8984/17/23/014

A charge transfer ionic-embedded atom method
potential for the O-Al-Ni—-Co-Fe system

Xiao Wang Zhou' and Haydn N G Wadley

Department of Materials Science and Engineering, 116 Engineer’s Way, University of Virginia,
Charlottesville, VA 22904-4745, USA

E-mail: xz8n@virginia.edu

Received 4 January 2005, in final form 4 January 2005
Published 27 May 2005
Online at stacks.iop.org/JPhysCM/17/3619

Abstract

Magnetic tunnel junctions (MTJs) require the growth of a thin (~20 A)
dielectric metal oxide layer, such as Al,Os, on a ferromagnetic metal layer,
such as Co, CoFe, or CoNiFe. The atomic assembly mechanisms that combine
to form a uniformly thin metal oxide layer on these metal surfaces are not well
understood. The application of molecular dynamics simulations to the growth
of metal and metal oxide multilayers that involve more than one metal element
has not been possible using the conventional interatomic potentials. A recently
proposed modified charge transfer ionic-embedded atom method potential
appears to correctly enable the charge transfer between oxygen and numerous
metal elements to be modelled in a format amenable for molecular dynamics
studies. Here we parametrize this charge transfer ionic—embedded atom
method potential for the quinternary O—Al-Ni—Co—Fe system so that a direct
molecular dynamics simulation of the growth of the tunnelling magnetoresistive
multilayers can be realized.

1. Introduction

Magnetic tunnel junctions (MTJs) composed of a thin (~20 A) dielectric oxide (such as
AlO,) [1-3] tunnel barrier layer sandwiched between ferromagnetic metals (such as Co, CoFe,
or NiCoFe) [1, 2] exhibit large changes in electrical resistance when an external magnetic field
is applied [4]. This tunnelling magnetoresistance (TMR) effect is being developed for a novel
magnetic random access memory (MRAM) [1, 5-9]. The TMR effect can also be used for
magnetic field sensing [2, 10, 11] and spin injection [12] in semiconductor devices [13].

The atomic scale structure of the oxide layer together with defects at the interfaces between
the oxide and metal layers can significantly impact the performance of the devices described
above. It has also been difficult to grow the ultra-thin oxide layers without incorporating
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small holes in the layer. Because of this, MTJs usually have an oxide layer thickness above
a threshold of about 10 A [14, 15]. Efforts to reduce the oxide layer thickness are aided by
a fundamental understanding of the atomic assembly and defect incorporation mechanisms
during the growth of these metal and metal oxide multilayers. Molecular dynamics (MD)
simulation of vapour deposition provides a potential means to achieve this understanding and
has been successfully used to help study the vapour deposition of metal multilayers [16—18].
Its application to MTJ growth has been impeded by the lack of suitable interatomic potentials
for multi-metal oxide systems.

Unlike close packed metal multilayers, atomic interactions in metal and metal oxide
heterostructures can be either predominantly ionic or metallic depending on the local atomic
surroundings. Because of this, MD simulations of oxidation must be carried out using
a charge transfer interatomic potential [19, 20]. The initially proposed charge transfer
potential [19, 20] did not include the physics of valence and as a result could only be used
for single-metal-oxygen binary systems [21, 22]. By incorporating a simplified physics
of valence, the charge transfer potential can be modified to address systems involving
oxygen and numerous metal elements [23]. Here we parametrize such a modified charge
transfer potential for the quinternary O—Al-Ni—Co-Fe system needed to study the growth of
Ni,Co,Fe;_,_,/AlO,/Co,Fe;_, multilayers [1, 2].

2. Charge transfer potentials for metal and metal oxide heterostructures

Simulations of metal and metal oxide heterostructures require an interatomic potential that is
transferable from pure metal or pure oxygen local configurations where the ionic interactions
are neglected to fully developed metal oxide regions where the ionic interactions are strong.
Charge transfer potentials seek to achieve this by writing the total potential energy of the
system, E, as a sum of non-ionic energy, E\, and ionic energy, E:

E = Ex + Ej. (1)

The ionic energy, E, depends on the charges on atoms. The charges on atoms dynamically
vary depending on local environments. Equation (1) can be normalized such that £ becomes
zero when the charges on the atoms are zero. The non-ionic energy, Ex, can then be viewed
simply as the potential energy of the pure metal or pure oxygen systems, and its transferability
to oxide systems is addressed by the additional charge transfer ionic interaction, Ej, as the
system is progressively ionized. A charge transfer potential for a metal and metal oxide
heterostructure then requires two models to separately define Ex and Ej.

For the O—Al-Ni—Co-Fe system discussed here, the embedded atom method (EAM)
potential originally proposed by Daw and Baskes [24] can be used for Ey, and a recently
proposed charge transfer ionic model (CTIP) [23] provides an expression for Ej. Unlike
earlier CTIP models [19, 20], which incorrectly predicted non-zero charges in pure metal alloy
systems, the recent CTIP guarantees zero charges in any metallic systems. As a result, Ej
drops to zero in a pure metal and the EAM + CTIP model for Ex + E| is essentially equivalent
to the EAM model of Ey. This not only ensures the fidelity of the metal systems, but also
allows us to independently parametrize Ey for the metal system of interest and then address
the Ex + Ep potential for its oxide system.

2.1. Non-ionic embedded atom method potential

The EAM potential originally proposed by Daw and Baskes [24] has been successfully used
for modelling metals, especially the closely packed fcc metals. A unified EAM potential
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database has recently been developed for a variety of metals, including most of those of
interest in magnetic layers [16, 25]. This EAM potential database is based upon an alloy EAM
model [26] and has been used to explore the atomic assembly mechanisms of vapour deposited
metal multilayers [16—18]. The non-ionic potentials for the Al, Ni, Co, and Fe interactions are
adapted from this EAM database.

In the EAM approach, the total energy for a system of N atoms is expressed as

N iy N
Ex=3Y"Y "¢ijrip)+ Y Fi(pi) )
i=1 j=i i=1
where ¢;;(r;;) is the pair energy between atoms i and j separated by adistance r;;, 1,12, ...,ix
is a list of all neighbours of atom 7, and F; is the embedding energy arising from embedding
an atom i into a local site with an electron density background p;. If the cut-off distance of
the potential is less than half of the periodic length of the computational cell, all neighbours
of a given atom can be found in one computational cell; hence, no image atoms need to be
considered. However, the formulism used here assumes no limit on the cut-off distance. As a
result, atom j and many of its images can become the neighbours of atom i (even the images
of i can be i’s neighbours). Our list notation of iy, i, . . ., iy concisely represents this scenario
because no additional periodic boundary conditions need to be considered as long as all of the
image atoms are included in this list.
The generalized elemental pair potential is represented by

Aexpl—a(£ —1)]  Bexp—f(£ —1)]
I+(L—0® I+ Y

¢@r) = 3)
where r, is the equilibrium spacing between nearest neighbour atoms in the elemental structure,
and A, B, «, and § are four adjustable parameters. Note that as r increases the denominator of
the right-hand side of equation (3) becomes very large. This provides a natural cut-off distance
for the potential, which is controlled by parameters « and X.

The local electron density, p;, can be calculated using

iy
pi=Y [0 “)
Jj=ii
where f;(r;;) is the electron density contribution from atom j at the site of atom i. The electron
density function is expressed using the same form as the attractive part of the pair potential:
feexpl—B(£ = 1)]
L+ (£ — )%

)

fr) =

where only f. is an additional fitting parameter. To create an elemental metal embedding energy
function that works well with a wide range of conditions, the embedding energy is defined by
different expressions in different electron density ranges. These expressions are constrained to
have matching values and slopes at their junctions. They are listed in the following equations:

3 i
P
F(p) = ZFni(p_ - 1) , P < pPns  Pn=0.850¢ (6)
i=0 n
3 0 i
F(p)=ZF,~<p——1>, <P < pe @
i=0 ¢

3 i
o)
F(p) = E Ff(p——l), Pe < P < Po, Po=1.15p¢ (8)
i=0 ¢
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n n
F(p) = Fe[l —ln(ﬁ> }(ﬁ) . pe<p )
Ps Ps

where p. is the electron density at the lattice site of the equilibrium elemental metal structure
and p,, F,;, F;, F;' (i =0,1,2,or 3), F., and 7 are fitting parameters. Equations (2)—(9)
sufficiently define the potentials for elemental metals.

For metal alloys, the only other functions needed are the pair cross potentials between
different species @ and b. Using the normalized alloy EAM model [26], the pair potential
between two different species, a and b, can be constructed from their elemental potentials:

Dan(r) = %[M%m # 20
fa(r) T (r)

Equations (2)—(9) are used for the elemental functions of all the metal elements (Al, Ni,
Co, and Fe) and the constructed pair cross potential of equation (10) for most pairs (Al-Co,
Al-Fe, Ni-Co, Ni-Fe, and Co-Fe). While the pair cross potential of equation (10) is not
directly fitted to the metal alloy properties, it gives reasonable values of heats of solution [27].
In the NiCoFe/AlO,/NiCoFe MTJ multilayers, chemical composition close to that of the
NiAl intermetallic compound may be encountered during the growth of aluminium on the
Nig 65C00.20Fe.15 layer (prior to oxidation of the aluminium layer). To more realistically
reflect this scenario, we have used equation (3) for the Al-Ni pair cross potential to fit it to the
cohesive energy of the B2 phase of the NiAl intermetallic compound.

The general formula, equation (3), is also used to represent the elemental oxygen pair
potential and all pair cross potentials between oxygen and the metals (O—Al, O—Ni, O—Co, and
O-Fe). The electron density for oxygen was fitted using

Je CXP[—V(é - 1]
1+ (é — )20

¢bb(r)] (10)

fr) =

(1)

Unlike equation (5), where 8 and A are the same as those in the attractive part of the pair
potential, equation (11) introduces two different parameters, y and v, to provide sufficient
flexibility for the fitting of oxide properties.

With the potential parameters for the metals known, the remaining parameters for the
oxygen—metal (Al, Ni, Co and Fe) system are derived using properties of the binary oxides
involving Al, Ni, Co, and Fe, namely the corundum phase of Al,03 and Fe,O3 and the B1 phase
of CoO and NiO. These oxides define four different oxygen lattice sites, which correspond to
four equilibrium electron densities, pe; (Wherei = 1, 2, 3, or 4). We arrange the four oxides
so that pe 1, pe2, Pe3, and pe 4 represent an increasing sequence of the electron densities
and fit with a spline function. This ensures that the oxygen embedding energy function
goes smoothly through the appropriate range of electron densities while correctly defining
the structures, lattice constants, cohesive energies, and bulk moduli for each oxide. When all
the other potential functions are given, the lattice constants, cohesive energy, and bulk modulus
of an oxide i are determined by the oxygen embedding energy as well as its first and second
derivatives, at least within a small electron density range near pe i, Pmin.i < £ < Pmax.i> Where
Pmini < Pe.i and pPmaxi > pPei. A quadratic spline function can be used to achieve this. A
cubic spline can be used to extend the oxygen embedding energy to the lowest electron density
range Pmin,0 < L < Pmax.0» Where pmin o = 0 and Pmax.0 = Pmin,1. This results in cubic spline
functions for the oxygen embedding energy of the form

3 i
Fipy=Y E;,,-(pp_ - 1) . for pin <P < pmaxjs J=0,1,2,3,4. (12)
i=0 e.J
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In equation (12) p. ; (j = 1,2, 3, or4) is the equilibrium electron density at the oxygen site of
the jthoxideand F; ; (i =0,1,2,or3 and j =0, 1,2, 3, or4) and p o are additional fitting
parameters. Note that equation (12) is expressed in a general cubic function form. Quadratic
splines for j =1, 2, 3, or 4 correspond to F3 ; = 0.

2.2. Charge transfer ionic potential

When a metal is oxidized, metal atoms lose electrons to become cations and oxygen atoms gain
electrons to become anions. The ionic interactions between cations and anions of metal oxides
have often been described as the Coulomb interactions assuming fixed charges on the cations
and anions [28-33]. The approach can be easily implemented in efficient MD algorithms
and has been widely used to study bulk oxides [33, 34]. However, this approach cannot be
used for metal/metal oxide heterostructures. First, the fixed charge model can only be used to
study cases where the entire system is in one oxidation state. During metal oxidation or the
growth of a metal/metal oxide structure, numerous oxide states with different charges on atoms
can exist in the system. Furthermore, the fixed charge model cannot ensure charge neutrality
during the simulation of oxidation, during which the oxygen concentration within the system
continuously increases. Second, metal oxidation simulation using the fixed charge model
requires injection of charged oxygen ions into the surface. They are brought from the far field,
where in reality the oxygen atoms would be neutral. The fixed charge model hence introduces
significant extra Coulomb energy and overestimates the latent heat of oxygen condensation
by more than 10 eV /atom [23]. This can significantly affect the predicted atomic assembly
sequence (as has been shown, an adatom energy change of only 5 eV can completely change
the atomic structures of vapour deposited metal films) [16, 17]. Finally, a fixed charge potential
cannot be used to investigate the interface between a metal and its oxide where the potential
must smoothly switch between one dominated by ionic interactions (in the oxide region) to
one dominated by metallic interactions (in the metal region).

Charge transfer ionic potentials have been proposed by Rappe and Goddard [19] and
Streitz and Mintmire [20]. Using the Streitz—Mintmire formulism [20], the total ionic energy,
E1, is expressed as

N N iy
Ey = Z(Xiqi +%Jiqiz)+%22Cij(rij"ﬁv%‘) (13)
i=1 i=1 j=i,
where y; is the electronegativity of atom i [20], J; (J; > 0) is referred to as an ‘atomic
hardness’ [35] or a self-Coulomb repulsion [19], g; is the charge on atom i, and C;; (ri;, qi, g ;)
is the Coulomb energy between atoms i and j when separated by a distance r;;. The first
term on the right-hand side of equation (13) essentially describes the self-ionization energy of
atoms. Under the system neutral condition, ZlN:] q; = 0, any increase in the magnitude of
charges on ions always results in an increase in the self-ionization energy of single elemental
systems. However, if opposite charges are induced between neighbouring atoms (as in metal
oxides), then an increase in the magnitude of charges reduces the Coulomb energy between
any neighbouring positive and negative charges. The trade-off between self-ionization energy
and Coulomb energy then defines a set of equilibrium charges on atoms ¢; (i = 1,2,...,
or N) that minimizes the total energy of equation (13) under the system neutral constraint
of ZlN: . ¢i = 0. The equilibrium charges can always be dynamically solved during MD
simulations [21, 22]. Replacing the fixed charges with this set of equilibrium charges then
resolves the many problems of the fixed charge models discussed above.

Rather than assuming a point charge on an ion, i, a more realistic approach is to assume
that the ion has a diffused electron density distribution, o;, which is dependent on the radial
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distance, r, from its core. This can be written
3

0i(r,qi) = Z;6(r) + (q; — Zi)% exp(—2&;r) (14)

where §(r) is a delta function [§(r) = 1 atr = 0and 6(r) = O atr # 0], Z; is an effective core
charge (treated as a fitting parameter), and §; is a parameter defining the spread of the electron
distribution. Z; satisfies the condition 0 < Z; < N;, where N; is the total nuclear charge of the
atom. Since [ 0;(r)dV = g;, equation (14) is a spatially distributed representation of a charge
gi. Using equation (14) to integrate the Coulomb interaction and substituting the results into
equation (13) yields normalized ionic energy as [20, 23]

N N N
Er=) Xigi+3) Y Vij(rigi,qj (15)
i=1 i=1 j

= i=1 j=I1

where
iy
X; :Xi"'kczszij(rij)v (16)
J=ii
and
in(j)
Vij(rij) = Jidij + ke Z Qir(rik)- (17)
k=i1(j)

Here for§; =§; =¢

Py(r) = (36 + 3% + 167 exp(—2¢1) (18)

Qi (r) = L l<1 + lér + §$2r2 + lg3r3> exp(—2£r) (19)
r 8 4 6

r
and for Si 75 fj

1 EEtexp(—2&r)  EEYexp(—2&;r)

P;; =—(&+ - -2 ; J J5i J
i (‘5 ’ r>eXp( SOt G E R E £ & +EGE 6

(3&7€] — £9) exp(—2&ir) . (3&7&} — £P) exp(—2¢;r)

20
r&+&)36E —§))3 rj+&)3E —&)3 0

P il exp(=26r) &g exp(=2§7)

T T G +E)2E — &) (E+E)E - &)
| GEE — gD exp(—26r)  (Bg7E — 80) exp(—2¢r) o

r&+£)3E - &)’ r&+&)E - &)

In equations (16) and (17), k. = 14.4 eV A e2 is the Coulomb constant (e represents
the electron charge), §;; = 1 wheni = j and §;; = 0 when i # j, and the notation
i1(j),i2(j), ..., iy(j) means all the j atoms (i.e., j and its images) that are within the cut-off

distance of atom i.

Vij(rij) defined in equations (17), (19), and (21) involves a summation of 1/7;;. The direct
summation of the slowly decaying function 1/r imposes a serious divergence problem. Note
that the total contribution of these divergent terms to the system energy is % Z,N=1 ZZJN: 0 %
It can be replaced by fast convergent Ewald summations [23, 36, 37] under the system neutral
condition. The Ewald approach was therefore used to modify V;; to eliminate the divergence

problem.
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Equation (15) is a function of both atom positions and atom charges. During simulations,
charges are dynamically solved from the energy minimization conditions at each time step.
Once charges are known, equation (15) becomes a function of atom positions only. Because
charges are solved from energy minimization conditions, their derivatives have no effects on
forces or stresses. Equation (15) can then be used to calculate forces and stresses as if the
charges were constant.

The Streitz—Mintmire CTIP model, equation (15), has been combined with an EAM
potential for non-ionic interactions to study a binary Al-O system [20]. This AI-O potential
was used in MD to simulate the oxidation of aluminium surfaces [21, 22]. However, this CTIP
model has been found to have two problems.

To illustrate the first problem, consider a simple system containing only a positive point
charge and a negative point charge. According to equation (13), the ionic energy can be written

1 0192
Ey = X191+ X292 + = qul + - J2q2 + k. —— (22)
2 2 r2
Under the system neutral condition, g; = —¢», equation (22) becomes
Ji+ ) k
= (1 = a1 + ( - —°> g (23)
2 rin

It can be seen that equation (23) only has a minimum when J‘;J’ — ﬁ > 0 (i.e., a concave

parabolic curve). To ensure the existence of the energy minimum and well defined equilib-
rium charges, the spacing between the atoms must be larger than a critical value r. = lef 5
When this is not satisfied, equation (23) ceases to have a minimum (it becomes a convex
parabolic curve), and Ej continues to decrease as the magnitude of charge increases. This
results in infinitely large magnitudes of charges and overflow of the simulations. This effect
occurs because the Coulomb interaction incorrectly overpowers the self-ionization energy in
equation (22) at a short atomic spacing. In earlier applications of CTIP models [20-22], the
problem was implicitly overcome. First, the short range repulsion in non-ionic potentials
was formulated to prevent the atomic spacing from becoming too small. Second, the CTIP
parameters, such as J; and J,, were chosen to be reasonably large so that they defined a small
re. In fact, we discovered that the original CTIP model and parametrizations for the Al-O
system [20] were always unstable and always caused calculation overflow when combined
with a standard EAM potential for Zr and Al [16, 25] to simulate ZrO, or Al,O3 surfaces. The
constraints imposed by the original CTIP model upon the model parameters were not physical
and prevented merging of the CTIP with the metal alloy EAM potential database [16, 25].

In addition, the original charge transfer model can only be used to study oxygen—single-
metal (binary) systems. The non-ionic potential, En, must fully describe the potential for any
non-ionized part of the systems (such as metal elements and metal alloys). In order for the
full charge transfer CTIP + EAM potential to be equivalent to the EAM potential of metals,
Ex+ Ey mustreduce to Ey in metals. Equation (15) indicates that E1 = 0 when all the charges,
qi, become zero. This means that the CTIP model gives correct energy as long as it correctly
predicts zero charges in any metal systems. Note here that metal alloys can have minor charges
from first principles. This charge contribution, however, has already been incorporated in EAM
and the zero charges are required to comply with the notion that EAM fully describes metal
systems.

The Streitz—Mintmire original CTIP model yielded zero charges for aluminium atoms
in either bulk aluminium or a local aluminium region of the Al/AIO, multilayers [20, 23].
However, this was achieved only when a single metal was involved. To illustrate, consider
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again the simple pair of point charges. Setting the first derivative of Ey with respect to ¢, equal
to zero, equation (23) yields

q (2 — xvriz
1 = .
(J1 + J)rin — 2k

Equation (24) gives a zero charge, q;, only when x; and y, are identical (i.e., 1 and 2 are of the
same species). This is because when all atoms have the same charge properties no atoms have
a preference to become positive charges on introducing negative charges to their neighbours.
In metal alloys, however, neighbouring metal atoms can be different species (with different
charge parameters). As a result, the original CTIP model predicts incorrectly non-zero charges
in unoxidized metal alloy regions. A physical method to ensure a zero charge in metal alloys
needs to be developed in order for the model to be used in systems involving more than one
metal element.

A modified CTIP model has been proposed to resolve both problems of the earlier CTIP
models [23]. It was based on the incorporation of the notion that the charge on an atom must
be bounded by its valence. The ionic potential, equation (15), is then modified by the addition
of two charge constraining energy terms:

N N N N
Ev=) Xigi+5) Y VitriDai-q;+ Y oSI=(qi — qimin) (@i — Gimin)°
i=1 i=1

i=1 j=1

(24)

N
+ Z ®S(qi — qi.max)(qi — q;‘,max)z (25)

i=1
where S(x) is a step function [S(x) = 0 when x < 0 and S(x) = 1 when x > 0], ¢; min and
¢i.max are boundaries for charge ¢;, and w is a constant. It can be seen that when charge ¢;
is within the boundaries, g; min < ¢; < ¢imax> €quation (25) is equivalent to equation (15).
However, when the charge falls out of this range, an additional energy penalty is imposed.
The magnitude of the energy penalty can be controlled by parameter w. By setting the charge
boundaries of metal atoms between zero and the maximum number of their valence electrons,
and the charge boundaries of oxygen atoms between —2 and 0, an energy minimization of
equation (25) with a relatively large value of w can ensure that metal atoms only lose electrons
until all of their outer shell electrons are transferred while oxygen atoms only acquire electrons
until their outer shell is completely filled. With equation (25), the critical atomic spacing for

the occurrence of calculation instability becomes r, = ﬁ [23]. A moderate value of

w = 40.0 produces an r. = 0.18 A, even at J; = Jo» = 0 where the old CTIP model would
predict r. = oo [23]. As a result, stable simulations are guaranteed under any conditions for
any choice of CTIP model parameters. This occurs because the charge boundary constraining
energy terms overpower the Coulomb energy through imposition of valence. It should be
noted that w has a physical meaning and can be determined by first principle calculations.
However, its precise value is not needed here because the only effect w has is to set up the
charge boundaries, and any w value above 20 leads to essentially the same result.

Equation (25) ensures that metal atoms can only have positive charges and oxygen atoms
can only have negative charges. It then naturally results in zero charges in pure metal systems.
Consider, as an example, a pair of aluminium and nickel atoms. Assume that the aluminium
atom seeks to become a positive charge by inducing a negative charge on the nickel atom. The
nickel atom, however, cannot be negatively charged because it is set to be in the positive charge
range. This would force a zero charge on the nickel atom. The aluminium atom, on the other
hand, cannot become positively charged because it does not have an anion to interact with
(note that in this simple case the system neutrality requirement also forces a zero aluminium
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Table 1. EAM parameters for metals.

Metal Te (A) fe Pe Ps o B A (eV)
Al 2.86392 1.20378 17.51747 19.90041 6.613 17 3.52702 0.314 87
Ni 2.48875 2.21149 30.37003 30.37137 8.38345 4.47117 0.429 05
Co 2.50598 2.31544 31.891 66 31.891 66 8.679 63 4.629 13 0.42138
Fe 2.48199 2.31453 24.59573 24.59573 9.81827 5.23641 0.392 81
Metal B (eV) K A Fuo (eV) Fy1 (eV) Fuo (eV) F,3 (eV)
Al 0.36555 0.37985 0.759 69 —2.807 60 —0.301 44 1.258 56 —1.247 60
Ni 0.63353 0.443 60 0.820 66 —2.69351 —0.076 44 0.24144 —2.37563
Co 0.640 11 0.500 00 1.000 00 —2.541 80 —0.21942 0.73338 —1.58901
Fe 0.64624 0.17031 0.34061 —2.53499 —0.059 60 0.19306 —2.28232
Metal Fy (eV) Fy (eV) F> (eV) Fy (eV) F3+ (eV) n (eV) F. (eV)
Al —2.83 0.0 0.62225 —2.48824 —2.48824 0.78591 —2.824 53
Ni —2.70 0.0 0.26539 —0.152 86 4.585 68 1.01318 —2.708 39
Co —2.56 0.0 0.705 85 —0.687 14 3.092 13 1.077 02 —2.565 84
Fe —2.54 0.0 0.20027 —0.148 77 6.694 65 1.18290 —2.55187
Pair Te (A) o B A (eV) B (eV) K A

Al-Ni 2.71579 8.004 43 4.75970 0.442 54 0.683 49 0.63279 0.81777

charge). Since zero charges are guaranteed, the CTIP potential can be superimposed on any
EAM potential so that the full CTIP + EAM potential is transferable to the EAM potential
when used for a metal or metal alloy system.

Equation (25) is a quadratic type of potential with respect to ¢;. It has been demonstrated
that the minimum ionic energy and the equilibrium charges defined by equation (25) for a
neutral system (Zf\lz1 g; = 0) can be effectively solved using an integrated conjugate gradient
technique and a Newton—Raphson method [23].

3. Parametrization

A relatively long cut-off distance of 12 A was used for the potential. This cut-off distance
addresses the long range Coulomb interactions relatively well. It does not affect the properties
of the existing EAM potential [16, 25] because equations (3) and (5) enable the potential to be
virtually cut off at 7 A or below.

Since the modified CTIP model has no effect on the potential that describes the metal
system, the existing EAM potential database [16, 25] can in principle be used directly for
metal alloys. To better fit the oxide properties, however, we have rescaled f. and p. by
a common factor and slightly adjusted the third derivative of the embedding energy at the
equilibrium electron density and the corresponding splined functions. Because only the third
derivative is modified and the embedding energy is expressed as a function of relative electron
density rather than absolute value (see equations (6)—(9)), the modified EAM potentials do not
change the cohesive energy, vacancy formation energy, lattice constants, and elastic constants
predicted by the old parameters [16, 25]. The revised EAM parameters for the metals of
interest here are shown in table 1.

Instead of using the alloy EAM model, equation (10), the pair cross potential between
aluminium and nickel was fitted to the experimental cohesive energy of the B2 phase of NiAl
using equation (3). All of the fitted EAM parameters for the metals are summarized in table 1.
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Table 2. CTIP parameters for all elements.

Element Gmin (€)  gmax (€) x@Ve ) J@eVe? EQRATH  Z(e

O -2 0 2.00000 14.99523 2.144 0.000 00
Al 0 3 —1.479 14 9.07222 0.968 1.075 14
Ni 0 2 —1.708 04 9.109 54 1.087 1.444 50
Co 0 2 —1.67765 8.65773 1.055 1.544 98
Fe 0 3 —1.905 87 8.998 19 1.024 1.28612

Table 3. Parameters for EAM pair potentials between oxygen and oxygen as well as oxygen and
all other metals.

Pair Te (A) o B A (eV) B (eV) K A

0-0 3.64857 544072 3.59746 0.34900 0.57438 0.08007  0.39310
O-Al 298520 849741 452114 0.09738 0.38121 0.18967  0.95234
O-Ni 295732 796528 442411 0.13521 0.25332 047077 0.65524
O-Co 259586 825224 437548 0.25714 0.34029 037419 0.50843
O-Fe 3.07992 752309 4.13330 0.17108 0.39869 0.22335  0.34380

Table 4. EAM parameters for oxygen electron density function.

fe Y v
1.39478 211725 0.37457

With the metal EAM potentials determined, all of the other parameters were fitted to give
optimum predictions of the experimental cohesive energies, lattice constants, elastic constants,
and crystal structures of the four binary metal oxides: corundum Al,O3 and Fe, 03, and B1
CoO and NiO. First, the charge bounds, gmin,; and gmax,i, were chosen to match the valences
of all species, table 2. To set these charge bounds, we used a value of w = 20. The charge
parameter, &, characterizes the spread distance of the charge, which was taken to be inversely
proportional to the atomic radius. To be consistent with earlier work [23], we fitted the other
charge parameters under the constraint that the anion charge in all four equilibrium bulk oxides
is —1.933.

To construct the oxygen embedding energy function, the electron density range for the
splined function of each oxide was chosen as ppin,; = 0.5(pe.i—1 + pe.;) fori = 2,3, or 4 and
Pmax.i = 0.5(pe.i + pe.i+1) fori = 1,2, or 3. Only ppyin,1 and ppax.4 are not defined. We then
toOK Pmin,1 as 0.850¢.1 and pmax 4 as co. Finally, we chose pmino = 0 and pmax.0 = Pmin,1 tO
extrapolate the embedding energy function from pp;, | to zero electron density.

Using the constraints discussed above, a conjugate gradient method was used to fit all of
the remaining model parameters. The fitting included three minimizations: the minimization
of deviation of the predicted cohesive energies, lattice constants, and single-crystal elastic
constants of the four oxides from those of experimental values; the minimization of forces
on atoms and stresses on the bulk oxides to ensure the correct lattice constants and stability
of crystals; and the minimization of the differences of the oxygen embedding energy and its
derivatives at each splined junction to yield a smooth oxygen embedding energy function. The
fitted parameters deduced by this procedure are listed in table 2 for all of the charge parameters,
table 3 for the EAM pair potentials between oxygen and oxygen as well as oxygen and all other
metals, table 4 for the oxygen electron density, and table 5 for the splined oxygen embedding
energy function.
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Table 5. EAM parameters for the splined oxygen embedding energy function.

i Foi (eV) Fi1; (V) F;€V) Fi(@€V) pei Pmin, i Pmax.i
—1.56489 —1.39123 1.77199 1.59833 54.62910 O 54.629 10
—1.58967 1.306 36 9.81033 0.00000 64.26953 54.62910 65.24078

—1.54116 2.02821 6.56240 0.00000 66.21202 65.24078  66.56797
—1.51798 2.30979 7.69582 0.00000 6692391 66.56797 70.57748
—1.19082 4.12936 1032338 0.00000  74.23105 70.57748 oo

B WD = O

Table 6. Elemental and compound metal properties predicted by the metal EAM potentials.

Elements or compounds Al Ni Co Fe NiAl
Structure fee fce hep bee B2
Lattice constants (A) a 405 352 251 2.87 299
c — — 408 — —
Cohesive energy (eV) 358 445 441 429 432
Vacancy formation energy (eV) 0.65 1.68 182 1.65 —

Elastic constants (eVA™3) C;; 067 154 1.83 143 0.56
Cpp 038 092 086 0.85 0.85
Ciz 038 092 079 085 0.85
Ci4 0.00 0.00 0.00 0.00 0.00
Cyz  0.67 154 229 143 0.56
Cys 018 078 040 0.73 0.46
Ces 0.18 0.78 048 0.73 0.46

4. Characteristics of the CTIP + EAM potential

We have plotted the components of the EAM potentials in figures 1-3. The EAM metal
potentials [16, 25] were well fitted to the elemental cohesive energies, vacancy formation
energies, lattice constants, and elastic constants. Table 6 shows metal properties predicted by
the potentials.

In our parametrization, the model predictions of the metal oxide properties were optimized
to the reference values while the previously fitted metal properties were not affected. The oxide
properties predicted by the optimized potentials are compared in table 7 with the reference
values. Here, the experimental cohesive energies [16, 25, 38, 39], lattice constants [40, 41],
and elastic constants [39, 41] were used as the reference values. It can be seen from table 7
that the predicted cohesive energies and lattice constants are precise while the elastic constants
are in reasonable agreement with the experimental values.

To examine the responses of charge on atoms to the environment, the CTIP model was
used to calculate the charge as a function of isotropic lattice strain for the four oxides. Results
for the anion charges are plotted in figure 4. It indicates that charge decreases as the lattices are
pulled apart. Unlike the original CTIP model where charge becomes unstable when the lattice
is highly compressed [23], the anion charge calculated here was bounded to approximately
—2e even when the lattice was compressed to a hydrostatic strain of —0.3.

The cohesive energies of the four oxides were also calculated as a function of hydrostatic
strain from —0.3 to 1.0, and the results are plotted in figure 5. No instability problems occurred
when the lattice was highly compressed. Reasonable energy versus strain curves were obtained
over a wide range of strains.
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Figure 1. Characteristics of the EAM pair potentials: (a) elemental metal pair potentials;
(b) oxygen—metal and oxygen—oxygen pair potentials; and (c) metal pair cross potentials.
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Figure 2. Characteristics of the EAM electron density functions.
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Figure 3. Characteristics of the EAM embedding energy functions.
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Figure 4. Average anion charge as a function of the hydrostatic strain for the four oxides: the
corundum phase of Al,O3 and Fe, O3, and the B1 phase of CoO and NiO.
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Figure 5. Cohesive energy as a function of the hydrostatic strain for the four oxides: the corundum
phase of Al,O3 and Fe; O3, and the B1 phase of CoO and NiO.

Table 7. Calculated and experimental properties of oxides.

Oxides Al O3 Fe; 03 NiO CoO
Structure Corundum Corundum Bl Bl
Lattice a Cal. 4.759 5.025 4.168 4.258
constants Exp. 4.759 5.025 4.168 4.258
(A) c Cal. 12.991 13.735 — —
Exp. 12.991 13.735 — —
Cohesive energy Cal. —6.461 —4.978 —4.762  —4.733
(eV /formula) Exp. —6.461 —4.978 —4.762  —4.733
Elastic Cyp Cal 3.065 1.513 1.413 1.571
constants Exp. 3.108 1.515 1.319 1.633
@eVA?) ¢ Cal 0.653 0.191 0.709 0.950
Exp. 1.025 0.342 0.756 0.919
Cy;3 Cal 0.842 0.114 0.709 0.950
Exp. 0.701 0.096 0.756 0.919
Ciy Cal —0.168 —-0.179 0.000 0.000
Exp. —0.147 —-0.078 0.000 0.000
Csz3  Cal 3.387 1.657 1.413 1.571
Exp. 3.119 1.421 1.319 1.633
Cyq  Cal 0.818 0.502 0.749 0.500
Exp. 0.921 0.536 0.681 0.519
Cee  Cal. 1.206 0.661 0.749 0.500
Exp. 1.042 0.587 0.681 0.519

5. Ilustrative simulation

We now demonstrate that the CTIP + EAM potential can be used to simulate the growth of
metal/metal oxide multilayers using an MD method [16—18]. An fcc Nig ¢5sCog20Feq.15 crystal
containing 120 (224) planes in the x direction, three (111) planes in the y direction, and 16
(220) planes in the z direction was created as the initial substrate. Under periodic boundary
conditions in the x and z directions and a free boundary condition in the y direction, about six
monolayers of Nig ¢5Cog20Feo. 15 were first deposited on the (111) substrate surface using an
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Figure 6. Simulated oxidation of Al/Nig ¢5Co0.20Fep 15 metal multilayers: (a) vapour deposited
Al-on-Nig 65 Cop 20Feq.15 metal multilayers prior to oxidation; (b) after oxidation; and (c) charges
and oxygen concentration as a function of position across a multilayer interface.

adatom energy of 4.0 eV, a normal adatom incident angle, a substrate temperature of 300 K,
and an accelerated deposition rate of 2 nm ns~!. Another six aluminium monolayers were
subsequently deposited under the same conditions except for a lower adatom energy of 0.2 eV.
The resultant Al-on-Nig 5C0g20Fe.15 surface is shown in figure 6(a). Oxidation of the Al-
on-Nig 65Cog 20Feq 15 surface was then simulated by exposing the crystal to a highly reactive
atomic oxygen vapour. An oxygen vapour temperature of 300 K and an oxygen atom vapour
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density of 0.0003 atoms A~3 (corresponding to a pressure of approximately 10 atm) were
used. The abnormally high oxygen pressure accelerated the oxidation so that sufficient oxide
formed during the short timescale of the simulation. The charge was solved every 0.1 ps. The
simulated atomic structure of the crystal after 290 ps of oxidation is shown in figure 6(b). It
shows the formation of an aluminium oxide layer.

The CTIP + EAM potential should predict zero charges in local metal regions and
significant charges in oxide regions. To investigate this, the average charges on Al, Ni, Co, Fe,
and O atoms were calculated as a function of position across the simulated metal/metal oxide
interface and the results are shown in figure 6(c). The oxygen concentration as a function of
position along the crystal thickness direction is also superimposed in figure 6(c).

Figure 6(b) shows a successful direct MD simulation of the oxidation of a metal surface
that involves four different metal elements. An amorphous surface AlO, layer formed at
the low temperature, which is in good agreement with experiments. It can be seen from
figure 6(c) that the CTIP model predicted zero charge in the interior of the Nig5Cog20Feq 5
alloy. Towards the surface where the AlO, oxide formed, the aluminium charges rise until they
approach a value of +2 while oxygen charges reduce until they approach a value of —1. The
large magnitudes of charges correspond very well to regions where the oxygen concentration
is significant. The results shown in figures 4—6 demonstrate that the CTIP + EAM model has
captured much of the physics and chemistry needed to simulate the oxidation of the metallic
alloys.

6. Conclusions

EAM potentials have long been used for atomistic simulations of metal and metal alloy systems.
Here we have coupled a modified charge transfer ionic potential with existing embedded
atom method potentials and propose a set of parameters for study of the O-Al-Ni—Co—Fe
quinternary system. The potential parameters are optimized to accurately predict the cohesive
energies, lattice constants, elastic constants, and crystal structures of the four binary oxides:
the corundum phase of Al,O3, Fe, 03, and the B1 phase of CoO and NiO. The potential predicts
physically realistic charges and lattice cohesive energies over a wide range of lattice strain. We
have also showed that the dynamics of oxidation of an Al-on-Nig5C0¢20Feg 15 metal surface
can be simulated by an MD method using this potential. The modified charge transfer ionic
potential successfully predicted zero charges in the interior of the metal alloy region and large
magnitudes of charge in the interior of the metal oxide. This potential appears to be well suited
for studies of atomic assembly during magnetic tunnel junction growth by vapour deposition
processes.
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