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The article presents a mathematical model of the thermal rearrangement of the platinum
surface (100)Pt. Earlier, the author would developed a termogeometric mathematical model
of the dynamics of finite crystal sample. Unlike previous papers, this paper presents more
advanced results of computational experiment.
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Mathematical modeling of thermal rearrangement of the platinum surface is based
on a model termogeometrical dynamics of finite crystal model, developed earlier by
the author [1-3]. The results of simulation are important in connection with the
description the so-called thermal reconstruction of the surface of some metals The
phenomenon of thermal reconstruction of clean single crystal surface has a solid ex-
perimental basis (reconstruction of some surfaces of noble metals [4,5], tungsten [6,7],
silicon [8,9] etc.). For example, in [4,5] found that the clean surface (100)Pt when
heated above a certain critical temperature is rearranged into a hexagonal phase.

For the termogeometric dynamics model of the final crystal sample key method-
ological components were: molecular dynamics method [10,11], as well as the adiabatic
Born-Oppenheimer approximation [10-12], in which the interaction potential between
atoms in the sample is represented as a decreasing number of many-particle potentials.

In [13-15] based on thermodynamic concepts the reconstruction related to phase
transition on the surface. Molecular dynamics method is used to describe the recon-
struction of such surfaces, as (100)Au [16-18], (100)Si [19-22], (100)W [23,24] etc.

In the Born-Oppenheimer approximation of potential U = U(ry,...,ry) interac-
tion of NV identical atoms of a crystal sample with a radiusvectors ry,...,ry can be
represented as an expansion of many-particle potentials, that is

U= > D6+ > PGk +...+ o™, (1)
1=i<j=N 1=i<j<k=N
where gp(Z), %) (), ..., two-, three-particle, etc. potentials.

In [1] presented an algorithm for constructing many contributions to the potential
(1) for a priori given the geometry of the lattice of atoms of the crystal sample.
Consequence of the above builds is the conclusion of what non-trivial many-body
potentials in a simple lattice of cubic symmetry. Thus, for the face-centered (fcc)
lattice, which is typical for platinum, three- and four-particle potentials cannot be
regarded as three- and four configurations of nearest neighbors — the equilateral
triangle and the tetrahedron — respectively recorded in the binary interaction.

Recall the basic position the termogeometric dynamics model of the final crystal
sample [2,3]. Model allows us to move from the ordinary equations of molecular
dynamics to the equation to find a local minimum, and we can talk about transitions
from one local minimum to another when the temperature parameter change.

Consider an arbitrary pair of local minima of the potential energy of Natoms.
Different local minima will be considered in the case where their potential energies
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are different from each other. At zero temperature, taking into account the smallness
of the contribution of the effect of thermal expansion of the sample, we say that
the system is either in first or second states or phases. In other words, if at zero
temperature there are two local minima, then the nonzero — two states (two phases)
of the sample.

Let us formulate the purpose of the simulation. For any pair of states to establish
the possibility of transitions between them when the temperature changes from a
certain range [T17T3], where T7 < T and T less than the melting temperature of the
sample. If such a transition is possible, then we will talk about the phase transition at
some temperature Ty, Ty € [T1T5]. If the configuration of the system changes a jump
when the temperature changes, we will speak about the irreversible phase transition.
If the configuration of the system continuously depends on the temperature of the
transition between the states, in this case, such a transition is called reversible. In the
last case, back sign of temperature change, we can return to its original state.

Define two local minimum of potential energy U: r(t) = (7“%1), . ,7"](\})), r)

(7“%2),. rj(\%)). In [2,3] obtained the following equations describing the irreversible

phase shift 7 — r(2);

) 0 _
7 = _Mam [U(r) + %TA2 B, -r] , (2)

wherei=1,...,N,r = (r1,...,rn), # — some nonnegative parameter, 7' — temper-
ature parameter In (2) includes the second and third derivatives of potential energy,
taken in the local minima of ) and (), respectively:

Ay = A(2_) 82U(T)

_ _ (1) U (r)
«i,B3 Ora,iOrg,; » Bi=B

B3k ™ Oro 101 Ok

r=r(2) r=r)

Equation (2) use for numerical simulation of the thermal reconstruction of the
surface of Pt. In this case the phase transition is modeled as follows. The potential
U is chosen so that the growth temperature Tto a certain value little temperature
addition in (2) becomes sufficient to “push” system of atoms from the first to the
second local minimum potential energy which is lower than the first (U; > Us). It
is clear that such a phase transition is irreversible, because it goes with decreasing
potential energy and with discontinuity in the r from T According to experimental
data [4,5], platinum admits an irreversible phase transition of the surface temperature
increases from zero to transition temperature 7 = 400 K.

Usually choice of binary potential based on three conditions [25,26]: the equilibrium
of the lattice of atoms in terms of homogeneous deformation, the correspondence
model of the sublimation energy and bulk compressibility of the sample experimentally
observed values.

We assume that at distances in the vicinity of the first neighbors in the binary
potential is chosen the Mi potential, that is

po1(R)= ——Rpn— " _Rpm (3)

n—m n—m

In (3) considered that the length and energy are expressed at units of R, e, where R
and € — the minimum distance and the potential energy of a pair of atoms, in addition,
01(1) = =1, (1) =0, ¢/(1) > 0 and n > m. Satisfy the above three conditions,

whereas ZRZ% R;) =0, —Egu, = 3 Z(pl(R) K™t = 18 ZR?@’{ ), where

Eowp — subhmatlon energy per one atom; 4 w — unit cell volume Pt K~ coefficient
of volume compressibility of the sample In the last sum fixed atom is placed at
origin of coordinates, while on the remaining atoms it is summation with index i
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Confining ourselves to considering only the first neighbors to find for Pt: Ry = a//2,
€ = %Esub, nm = 9v, where a — lattice constant, v = w(K Eg,,) — some number.
In the handbooks we choose constant values for Pt: K = 0,359 - 10712 sm?/din [27],
FEqup = 1348 kecal/mole, a = 3923 A% 4w = 60379(A%)3 [28]. In this case v = 4487.
In the future we will work with dimensionless variables, introducing a mass scale
m = 323-107%2 g, length R = 277 - 1078 sm, time to = (mR3/e)"/? = 398 - 10713 s,
energy ¢ = 1,6 - 107!2 erg and temperature T = ¢/kp = 1,13 - 10*K.

Binary potential (3) use in the vicinity of the first neighbors, but, as in the descrip-
tion of the thermal reconstruction of Pt surface plays a key role accounting vicinity
of the second neighbors; we define the potential ¢ at these distances. Use the tech-
nique of splines (in the terminology of the survey [29] working with potential Mi +
spline)

We assume that the full binary potential ¢(?) has the form:

p1(R), R<R.;
0 =< s(R), R., <R<Ry (4)
0, R > Rg;

where ¢ is the potential of Mi in the form of (3), and

5
where @3 ; = E ainJ_l, 1=1,...,5.
=1

According to (5) for the interpolation of binary potential in the vicinity of the
second neighbors using splines of order 4, since we are interested of the class of func-
tions continuous up to and including the third derivative. The number of interpolation
points 6 chosen in accordance with customary rules of the spline technique and taking
into account the following boundary conditions:

1) 05 (Re,) = 01 (R.,),
2) o5 (Rey) = 0, (6)
3) p23(Rey) = @2.4(Rey) = =\, a=0,1,2,3.

To determine the 25 coefficients {a ;;} in (5) is solved a linear system of 25 equations,
which includes 15 conditions of continuity of the spline and its three derivatives at
the interpolation nodes and 10 boundary conditions (6), where the index « denotes
the order of the derivative. Length R., and R. = R., choose between the first and

second neighbors, that is 1 < R., < R. < v/2. The third condition in (6) introduces
for us a new free parameter, A > 0, having dimension of energy and indicates the fixed
value of potential energy in the intermediate between R., and R. point Finally it is
considered that ¢} > 0 at R.;, < R < R,.

Figurel shows a graph of potential (4) built in the MATLAB environment with
the value n = 10,096, m = 4 for the Mi potential and the choice of the positions of
interpolation spline R., = 1,2, R,, = 1,25, R., = 1,3, R., = 1,35, R., = 1,3675,
R, = R. =1,385. Parameter A set equal to 0, 05.

Consider a finite piece of the fcc lattice in the form of plates, consisting of a number
of layers of platinum atoms. Investigate termogeometric dynamics of the selection
fragment with an emphasis on surface reconstruction of the upper layer of atoms of
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Figure 1. Combined Binary Potential Mi 4+ Spline

our sample. To simulate the termogeometric dynamics need to find a solution to (2)
when ¢t — oo at each temperature, gradually approaching the point of irreversible
phases transition

The initial position of 122 atoms in the plate of three layers

Figure 2. Three-Dimensional Graph of the Fragment of the fcc Lattice in
the Form of a Plate Square

Figure 2 shows a three-dimensional graph of a fragment of the fcc lattice in the
form of a plate of square shape, consisting of three layers of atoms in each of them
41, 40, 41, that is a total of 122 atoms. Markers as dots denote Pt atoms in the
nodes of the cubic lattice, and the stars of the atoms in the center of the faces of
the crystal cells. Selected number of atoms of 122 were limited resources available

for the computation of the vector (45 B;), = Z (Az_l)ﬂ'y(Bl)a,B'yy afy=1,...,366
By

(366 = 122 x 3) in (2). All three layers of atoms are based on a substrate consisting

of four atoms of the same type. The presence of the substrate modifies the potential,

that is U — U* = U + Uy, where

N 4
Up=23_2 ¢ (| = Ry, ). (7)

i=1j=1
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Ry,, ..., Ry, — radiusvectors of the substrate. Note that the number of atoms of the
substrate (7) is chosen minimal so that, on the one hand, remove the degeneracy of the
matrix of second derivatives of the potential, on the other — to keep the symmetry
characteristic of the selected fragment.

Construct two local minimum of the potential energy of atoms U* which are in-
cluded in the equation (2). The first local minimum of (") corresponds to a state Pt

at zero temperature is (1x1)-phase surface Pt. Second 7(?) — corresponds the recon-
structed or hexagonal phase (hex-phase) surface of Pt. In addition, it is necessary to

Uy, > Us.

With the construction of (1) the situation is simple. It’s enough to the cutoff radius
R . in (4) was less than the distance to the nearest neighbors, that is R, < v/2. In this
case, the final fragment of the fcc lattice (taking into account of the substrate) is an
exact local minimum U*. Taking into account that n = 10096, m = 4,0, R., = 1,2,
R, = 1,25, R.; = 1,3, R., = 1,35, R,;, = 1,3675, R, = R. = 1,385, A = 005,
numerically found U; = —496, 0.

To construct (?) should apply to numerical calculations to find the minimum
U*. For this purpose, we used a standard MATLAB solver of ordinary differential
equations. The calculation was performed by the method of establishing when the
Euclidean norm of the gradient of the potential energy of ||gradU*|| becomes suffi-
ciently small, which confirmed the arrival of atoms in a local minimum. Gradient of
the potential energy U*can be represented as:

N 4
- our
(gradU%)op = 5 — = > ulrie)(rap = rai) + O u(lrk — Ro,)(rask — Rap,),
ok itk i=1
where p(r) = o@1(r)/r, i = |r; —ri|. As a starting configuration chosen con-

figuration () with a modified first layer of atoms. Atomic positions were chosen
symmetrically around the central atom with a slightly elongated along the = axis and
y-axis compressed first layer atoms with coefficients of expansion and compression —

pand (2 — p*)'/2. The corresponding coordinate’s transformation was specified as:
x§:2\/§+p(ﬂvi—2\/§>,
Yi=2V2+ 2 p? (yif2\/§),

where p = 105 i = 1,...,41. The value of p is such that pR, > /2. Last condi-
tion means that the initial configuration is chosen so that the sample surface in the
interaction of atoms includes second neighbors.

Figure 3 shows the results of calculations of the configuration r(?) in the part of
the first layer (top view). The atomic arrangement of the upper layer (stars in fig3)
resembles the hex-reconstructed surface phase of (100)Pt [1,2]. Dots indicate the

positions of atoms in the configuration (1) while Uy = —545, 065.

In the numerical solution of equation (2) believed that » = r(1) at T = 0. Further,
with increasing temperature for each atom of the sample acts increases with temper-
ature strength, “pushed” the system of atoms is not somewhere, but to the transition
in the »®. Since the thermal effect leads to a slight shift, we must to choose R, in
the vicinity of the second neighbors, that is R, ~ /2 so that when Tt ~ 400K system

is irreversibly transferred to the hex-phase. In particular computational experiment
Tt was in the neighborhood of 400K at R. = 1.386. The numerical solution of equa-

tion (2) was carried out at various temperatures up to Ty. Figure 3 shows the dots

denote the positions of atoms before the surface reconstruction (7" = 390K), and the
stars — after (7" = 400K)
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Hexagonal phase of the reconstructed surface (100)Pt

Figure 3. Hexagonal Phase of Reconstructed Surface (100)Pt
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MaremMaTudyecKoe MOJe/JIMPOBaHINE TEPMUUECKOI IMepecTPOonKM
MMOBEPXHOCTH ILIATUHBI
K. 9. Ili1ioxoTHUKOB

Daxyavmem dusuru
MI'Y umenu M.B. Jlomonocosa, BMK
Jlenurnckue 2opw, 0. 1, cmp. 2, Mockea, I'CII-1, 119991, Poccus

B crarbe npejicraBieHa MareMaTndeckast MOJEb TEPMUYECKOM IIepeCTPOMKH IIOBEPXHOCTH
natusbl (100)Pt. Panee aBropom Gbuta paspaboTaHa MaTeMaTHUECKasl MOJEIb TePMOreo-
METPHUIECKON IUHAMUKHA KOHEYHOTO KPUCTAJIIUIECKOTO 06pa3ra. B orinyane ot npeapiaymmx
pabor aBTOpa, B JAHHOI CTaThe IPEACTaBJIeHbI OOjlee IMPOABUHYTHIE PE3YJIBTATHI BBIYHUCIIU-
TEJTLHOTO SKCIIEPUMEHTA.

KurouyeBbie cjioBa: MareMaTHdecKasi MOJIE/b, BBIYUCIUTEIbHBIN KCIIEPUMEHT, TEPMU-
JecKasi IePecTPoiiKa, PEKOHCTPYKIIHsT, MOJIEKY/IIpHAs JUHAMUKA, TEPMOINHAMUKA, YCPETHE-
HHUE 10 aHCaMOJIIO.





