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SIZE DEPENDENCES OF THE ENERGY
PARAMETERS OF CHARGED METAL CLUSTERS
WITH A MONOVACANCY

Radial distributions of electron concentration and electrostatic potential in perfect clusters
and clusters with a centered monovacancy have been calculated self-consistently in the frame-
work of the stabilized jellium model and using the Kohn—Sham method, which allowed the
total energy of neutral and charged clusters containing a defect to be determined for the first
time. On the basis of the results obtained, the dissociation, cohesive, and monovacancy for-
mation energies, the electron affinity, the ionization potential, and the electric capacitance are
directly calculated. The results of numerical calculations for Na, Mg, and Al are compared with
asymptotic dependences and with the results obtained for defect-free clusters. The quantum-
size dependences of the energy of monovacancy formation driven by either the Schottky or the
“bubble blowing” mechanism, as well as their asymptotics, are determined. Strong fluctuations
of this quantity as a function of the cluster size are revealed. The asymptotic dependences ob-
tained for two indicated mechanisms are shown to differ from each other, but depend weakly
on the number of atoms in a cluster.
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1. Introduction

One of the models describing the melting of solids [1]
predicts that the concentration of vacancies should in-
crease in a jump-like manner at the triple point, and
the energy of their formation should decrease, as the
vacancy concentration grows. At the melting point,
the concentration of vacancies in metals amounts to
a few tenths of percent. Despite such low concentra-
tions, vacancies substantially affect the properties of
solids.

In order to estimate the equilibrium concentration
of vacancies, one has to know the vacancy forma-
tion energy. The magnitude of this parameter can be
obtained by analyzing the annihilation spectrum of
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positrons injected into a metal. It was found experi-
mentally that the melting temperature of free clusters
and clusters on a substrate decreases as their size di-
minishes. A significant number of works were devoted
to the interpretation and the modeling of this meso-
scopic phenomenon [2-7].

Modern mass spectrometric and calorimetric meth-
ods make it possible to comprehensively study the
processes of premelting and melting in metal clus-
ters consisting of a denumerable number of atoms
[8-11]. In works [8, 10], it was shown that the melt-
ing temperature, besides size-induced oscillations, has
also size-induced anomalies — e.g., for Al — that are
not described by simple models. Furthermore, it was
found that, at the melting, the diffusion of surface
vacancies into the bulk is more beneficial for clusters
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with unfilled electron shells than for clusters with the
magic number of atoms [9]. Those facts stimulate the
enhanced interest to understanding the phase tran-
sition from the solid state into the liquid one as a
configurational excitation of vacancies in the clusters.

From the thermodynamic viewpoint [12-14], the
vacancy formation energy near the melting tempera-
ture should be lower for smaller clusters, whereas the
vacancy concentration should be independent of the
cluster size. However, thermodynamics gives no in-
structions concerning the mechanism of vacancy for-
mation, so that the issues about the size dependence
of the vacancy formation energy, vacancy concentra-
tion, and connection between vacancies and the melt-
ing process remain open.

Despite that the energy parameters of continu-
ous (defect-free) metal clusters were calculated many
times and in various models (see, e.g., works [15—
17] and the references therein), self-consistent cal-
culations concerning the vacancy formation energy
in clusters and how the quantization of the elec-
tron spectrum affects this quantity have not been
performed till now. Moreover, one of the challenging
problems is to study the size effect for the ionization
potential of clusters containing a monovacancy. The
obtained dependences can be useful for the analysis
of the results of photoionization experiments and for
the determination of the size dependence of the va-
cancy concentration, in particular, near the melting
temperature.

The aim of this work was to calculate the energy
characteristics of clusters with a vacancy in the frame-
work of the stabilized jellium model using the Kohn—
Sham method and to analyze the size behavior of the
vacancy formation energy, as well as its dependence
on how this vacancy was formed.

2. Basic Relations

Let us consider a spherical metal cluster. We will
compare the parameters of the spheres with the same
number of atoms, N, at zero temperature. The radii
of the solid spheres, Ry, and the spheres with a
monovacancy at the center, Ry, are different:

Ry =N'?
N To, (1)
Ry = (N 4 1)Y3r,

where g is the radius of a unit (i.e. Wigner—Seitz)
cell per one atom.
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In the framework of the stabilized jellium model,
a monovacancy looks like a spherical neutral hole
with the radius rg embedded into a homogeneous
positively charged background. Using the Heaviside
f-function, the distribution of the ionic charge in a
cluster with a vacancy can be written in the form

po(r) = n6(r —ro)0(Rn., — 1), (2)

where 7 = 3Z/(47r3) is the electron concentration in
a uniform electron gas, and Z the metal valency. For
a continuous (defect-free) cluster, p(r) = 7f(Ry —r).

The total energy of a metal sphere with a centered
vacancy is written in the form of a functional of the
electron concentration n,(r),

Bxu=Tou+ 5 [ dr6,lna(r) - ()] +
—|—/d3r Ny (1)exe (1) — Aé/dgr po(r) +
+ (0v) g /d3r O(r —1r9)0(RN» — 7)1y (1), (3)

where e > 0 is the elementary charge, and

N,
Tow=Y ein- / By (F)ve.o (7) )
=1

is the kinetic energy of N, = Z N noninteracting elec-
trons.

The spatial distribution of the electrostatic poten-
tial, ¢,(r), is determined from the Poisson equation

V2 (r) = —4me[ny(r) — po(r)] ()

under the condition
/whﬂmm—mmem (6)
0

where @ is the total charge of the cluster.

In the stabilized jellium model [18], the energy per
electron in bulk, &, consists of the unstabilized jellium
component £5, Madelung energy ey, and pseudopo-
tential contribution wg:

gng—‘rA&T, gJ:ts+§xCa
AZ = ey + WR, <5v>ws = £+ Ag,
9Ze? 2
wWR = 27re2ﬁrf, EM = — 10 €= 35M,
0
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Fig. 1. Self-consistent profiles of the electron concentration
and effective potential distributions in a defect-free cluster
(solid curves) and a cluster with a centered vacancy (dashed
curves). The both clusters contain the same number of atoms,
N = 12. The excess charge of the cluster Q = —e (1), 0 (2),
and +e (3)
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where t; and &, are the kinetic and exchange-
correlation energies, respectively; wg is the differ-
ence between the ion pseudopotential and the elec-
trostatic potential of the positively charged homo-
geneous background averaged over a Wigner—Seitz
cell; r. the radius of Ashcroft pseudopotential; ey
the Madelung energy of point-like ions with the va-
lency Z imbedded into the homogeneous negatively
charged background; and € the intrinsic electrostatic
energy of the homogeneous negatively charged back-
ground in the cell (see also work [19]).

In the Kohn—Sham method, the profile of the elec-
tron concentration distribution n,(r) in the cluster
with a vacancy is expressed with the use of one-
electron wave functions,

N
m(r) = 3 i (1) ™)

The latter, together with the energy eigenvalues €; ,,,
are determined by solving the system of Kohn—Sham
equations

h2

vazdji,v (T) + veﬂ,v(r)wi,v (7’) = gi,vwi,v(r) (8)

with the effective one-electron potential

’Ueff,v(r) = e(b'u(r) + vxc(r) +
+ (0v)ywe 0(r —10)0(Rn,0 — 7). (9)

This potential includes the electrostatic, ¢,(r), and
exchange-correlation, vy[n,(r)], potentials in the lo-
cal density approximation (LDA). The energy is reck-
oned from the vacuum level, i.e. from the energy of an
immovable electron located at a large distance from
the specimen (r > Ry,,), where the external charges
are absent.

The system of Kohn—Sham equations together with
the Poisson equation was solved numerically, by us-
ing the Numerov method. The increment step for the
variable r was approximately equal to 0.002 times the
Bohr radius ag.

In Fig. 1, the profiles of the electron concentra-
tion and effective potential distributions calculated
for a continuous cluster and a cluster with a cen-
tered vacancy, each containing the same number of
atoms (N = 12), are depicted. The radii of vacancies
and clusters are indicated in the figure: Z = 1 and
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ro = 3.99a¢ for Na, Z = 2 and ry = 3.34 ag for Mg,
and Z = 3 and rg = 2.99 ag for Al. The radii of con-
tinuous and defect clusters with the same N are dif-
ferent in accordance with determination (1). The in-
sets in the figure demonstrate the profiles of electron
concentrations and potentials at large distances from
the clusters. Despite that the electron concentrations
quickly decrease, the potential tails extend far away
from the cluster (the calculation was carried out up
to r &= Ry + 900ap). For the charged clusters, the
electrostatic potential asymptotically falls down out-
side the cluster surface as 1/r. For large clusters, the
spatial distribution of the electron concentration be-
comes similar to that near the surface of a semiinfinite
metal and contains a considerable number of Friedel
oscillations. The obtained profiles allow the total en-
ergy of the cluster to be calculated [see Eq. (3)].

3. Ionization Potential
and Electron Affinity

Atomic clusters possess a structural periodicity,
which is not a translational one, but looks like a
“spherical periodicity” associated with the spherical
layers of atoms (the coordination spheres). Analo-
gously, for the clusters with a vacancy, it is pos-
sible to introduce the minimum number of atoms,
N = 12, corresponding to the spherical geometry of
the problem.

Another peculiarity is only typical of metal clus-
ters. It is associated with the filling degree of elec-
tron shells, as the number of atoms increases. In par-
ticular, clusters with filled electron shells are char-
acterized by an enhanced stability in comparison to
clusters with other sizes and partially filled shells. As
N — oo, the difference between the magic and non-
magic clusters disappears.

The ionization potential (IP) and the electron affin-
ity (EA) are defined as the differences of total energies

Ne—1 N,
IPN’U :EN,GU _EN;N

10
EAn. = BN, — ENoF, (a0
where Elj\\,""v_1 and E]]\\,’efl are the energies of a sphere
with the radius RN,U’and the excess charges Q = e
and —e, respectively ; and E]]\\,IEU is the energy of a
neutral sphere (@ = 0). In Fig. 2, the calculated de-
pendences of IP and EA on N~/ are shown. They
allow the difference between the continuous and de-
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fect clusters to be traced, and a comparison with ex-
perimental data to be made. As the parameter N in-
creases above 12, this difference can reach 0.1-0.5 eV
for Na, and approximately twice as large for Al. The
letters s, p, d, f, g, h, i, j, k, and | correspond to the
orbital numbers [ = 0 to 9, respectively. The max-
imum difference between the continuous and defect
clusters is observed, when the transition from a com-
pletely filled shell to an empty one takes place. With
the increase of IV, this difference disappears.

For the clusters with a monovacancy, the vacancy
concentration ¢, = 1/N. From whence, we obtain the
relation N—1/3 = ci/S, with ¢, = 0as N — oo. In
the case where the vacancy is not single but multiple,
but the vacancy concentration is low (so that the va-
cancies do not interact with one another), our figures
can be used to qualitatively trace the dependences of
energy characteristics on the vacancy concentration.

Figure 2 also exhibits the asymptotics of IP and
EA,

IPy = —po + ae? /Ry,
EAyn = —po — B¢* /Ry,
which are written down in accordance with the ex-
pansion of the electron chemical potential in a series
in R;,l:

p(RN) = po + p1 /Ry + O(RR?),

where pg = —Wy, and Wy is the work function of a
metal as Ry — 0o. The coefficients o = 1/2 — 1 /€2
and B = 1/2 + ui/e? contain the parameter p; =
= 20(/n, which is typical of every material; and og
is the specific energy of a plane surface (N — o0)
[20, 21].

The ionization potential and the electron affinity
demonstrate a strongly oscillating behavior, which is
associated with the spherical shell structure. They
asymptotically tend to Wy rather slowly, which is
a result of the orbital degeneration and large angu-
lar quantum numbers [. Experimental oscillations are
considerably weaker. If the calculations are carried
out in the local spin density approximation (LSDA),
the amplitude of oscillations is smaller.

Using Koopmans’ theorem, formulas (10) can be
rewritten in the form

(11)

HO e
Py, =—ei0 4 _—
a o 20]—\5' v
\ I (12)
E Ny =— _6N,'u - —
QCN,U
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Fig. 2. Ionization potential and electron affinity calculated by formulas (10) for contin-

uous clusters (o) and clusters with a monovacancy (o).

experimental data. Asymptotics (12) are shown

where e{© and €5V are the energies of the highest oc-

cupied and lowest unoccupied, respectively, electron
orbitals of the cluster, and C]j\[,’v the corresponding
electric capacities.

Figure 3 illustrates effects associated with the
filling of electron shells in continuous Na, Mg,
and Al clusters, as the number of atoms in them

794

Symbols + and x correspond to
by dash-dotted curves

grows. Dashes in the figure mark the filled electron
levels, and points correspond to the empty (virtual)
ones.

For partially filled shells, s%% = E%V?U R

(Rnv)-
The maximum values of 5%(3} correspond to com-
pletely occupied shells, whereas the magic atomic

numbers N* for continuous spherical clusters and
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spherical clusters with a vacancy do not coincide in
all cases. For Na, the obtained values for N* are 2, 8,
18, 20, 34, 40, 58, 68, 90, 92, 106, 132, 138, 168, 186,
196, 198, (230), 232, (252), and 254. For Mg, N* = 4,
9,10, 17, 20, 29, 34, 45, 46, 53, 66, 69, 78, 93, 98, (99),
115, (116), 126, 127, 134, 153, 156, 169, 178, 199, 204,
and 219. For Al, N* = 6, (30), 44, 46, 52, 62, {66}
(84), (102), {104}, {136}, 146, {154}, (180), (202),
and 204. The numbers in parentheses mean those N*
values for defect clusters that do not coincide with
the corresponding values for continuous clusters, and
the numbers in braces mean the inverse case.

With the growth of Ry ,, the quantities —5]%%
and —eRY oscillate, by approaching —u(Ry.) as
R — oo. Their oscillation amplitudes decrease as ap-
proximately 1/R% .

Let us come back to Fig. 2 and introduce the no-
tation A(IPy) = IPy, — IPy. At first glance, the
positive sign of A(IPy) (the circles in the figure are
located above the points for the same N) seems un-
expected. Exceptions include clusters with such N
values, at which the maximum contribution is pro-
vided by levels with small [ (s-, p-, and, partially, d-
orbitals). In Fig. 2, those narrow intervals are located
between vertical dash-dotted lines.

The main vacancy dependence of the asymptotic
behavior of IPy, and IPy is contained in the work
function Wy(c,) < Wo(cp = 0) [24]. Therefore, it was
supposed that A(IPy) < 0 every time.

In the case of small clusters with a monovacancy,
the perturbation from vacancies with the concentra-
tion ¢, ~ 1/R3, becomes considerable. As follows
from the behavior of veg () in Fig. 1, electrons are
“squeezed out” by the vacancy from the cluster cen-
ter toward the surface, and they are mainly accumu-
lated in a spherical layer with rg < r < Ry. When
integrating in Eq. (3) in the spherical coordinates,
this is a region that gives the main contribution
to the energy. This fact is confirmed by the spec-
tral values of energies that correspond to points (cir-
cles) in Fig. 2. As an example, the values of ¢, ;,
where n,. and [ are the radial and orbital quantum
numbers, respectively, are quoted below. For Najs:
€n,=0,1=0 = —4.925, (—4577) eV; £0,1 = —3.871,
(—3.831) eV; and gg5 " = —2.595, (—2.708) V. For
Najg: eo0 = —5.073, (—4.755) €V; go1 = —4.177,
(—4.135) eV; (9 = —3.119, (—3.189) eV; and e} =
= —2.787, (—2.048) €V.

ISSN 2071-0194. Ukr. J. Phys. 2017. Vol. 62, No. 9

0
A1t
LU -
> &
f 3 o ®e 2 ) lg
O HO ® e, ©eeeeel
° ° 8 e ce* LI LR 2p
(=} . ®ee,
m 3. e fhes i S =
I S __"-—_:::: I =i 1
hil ey S
-5 F Na iy S — T e 1
il W T - Is
-1 F
e,
> 3. © "
° HO Sen By °e Ceeess
A & i o S 2004 1h
& s e . - . <
5 .5 L = i -_ T T
2 . -7l Teeel TTEeelzziz-s|Ie
5 . e Wi PO -={2
A - = T Tmel_ Tmeeeeel g
7 " T TETREe LT TR S | Dy
F - TEREL T s 11d
9tMg e T {1p
L L L il ST R g P I [
2 5|

. .

. - . ° .’0.0.
[ Py, gy
s =6 - - - e Tel T —__:f::EE:: h
%D - SeTmen T el e el b
ks = fwTme | Bea o Coemeg S [IE

L _ - e il ]
-10 ) e e T T If
e __-—________ _—'—_:::::—123
qal Al T s w
! i ! f bl N S g
0 10 20 30 40
N

Fig. 3. Spectra of continuous clusters. The highest occupied,
O (o), and the lowest unoccupied, eXV (o), energy levels are

marked

With the growth of N, the contribution of the clus-
ter bulk becomes more substantial, so that points and
circles in the asymptotics in Fig. 2 switch their posi-
tions. In other words, the difference A(IPy_ ) be-
comes negative.

The self-consistent values of IP, EA, 1O, and &MV
calculated by formulas (10) make it possible to use
expressions (10) in order to calculate the capacitances

e2

ctH =—
Nv 2Py, +€R9)
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Fig. 4. Normalized capacitances of continuous clusters (the dotted, solid, and dashed curves
correspond to positively charged, neutral, and negatively charged clusters, respectively) and
clusters with a monovacancy (symbols A, o, and O correspond to positively charged, neutral,
and negatively charged clusters, respectively) calculated by formulas (13)

_e?
Cnw = 5en oo
v 2(BAnw +eX,)
eff 62 13
s, = .
N = [Py £ 00 —BAy, — 20 (13)

Analogous formulas for Cy correspond to defect-
free clusters.

In classical electrostatics, the capacitances of
conducting spheres are determined by their radii
Rn .. The surface roughness on the atomic scale
(atoms have a finite volume) does not allow the
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boundary to be established accurately [25]. In the jel-
lium model, the boundary of the ionic frame is always
located at the coordinate r = Ry . However, if the
frame radius Ry, decreases, the electron cloud goes
more and more beyond the frame limits. Moreover,
such a “spilling out”depends on the sign of the cluster
excess charge (Fig. 1). In this connection, the quan-
tities C’?\,ffv, C’;{, »» and C  are equal to one another
only in the N = 0o limit.

Figure 4 demonstrates the results of calculations

obtained for the capacitances C and Cy, of the
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Na, Mg, and Al clusters normalized to the radius Ry
or Ry, respectively (in atomic units). The largest
difference is observed in the intervals of N, where
the s- and p-electron shells become filled. The sign-
alternating difference

Cnv/Rnw—Cn/Ry

is mainly determined by the ratio between the quan-
tities €O and eV for various [ in the continuous and
defect clusters, and this ratio can be changed depend-
ing on the principal quantum number. The capaci-
tance of defect clusters, when their shells with small
[ are filled, is larger than that of continuous ones. For
large [, the situation is inverse.

For a Na atom (N = 1), using the corresponding
experimental data (IP; = 5.14 eV, EA; = 0.55 €V,
and R; = 1), as well as the condition e/1© = £V for
the unfilled shells, we obtain the test value C§ /ry =
= 1.8. This value agrees well with the values calcu-
lated for the smallest clusters. In the case of unclosed
electron shells, the cluster can posess a lower symme-
try, e.g., the spheroidal one.

The charging effect consists in that the electric ca-
pacitance of cluster anions and cations depends on
the sign of excess charge. The normalization of the
capacitances makes it possible to give a simple inter-
pretation to the calculation results, Namely, the neg-
ative excess charge gives rise to an effective growth of
the electron cloud (its radius) in the cluster, whereas
the smaller number of electrons (the positive excess
charge) to a reduction of both the radius and the ca-
pacitance. This conclusion is qualitatively confirmed
by the behavior of electron profiles shown in Fig. 1.

In work [26], besides the measurement of heat ca-
pacities for anions and cations in Alss_7g clusters,
the ionization potential and the electron affinity were
calculated. The calculations were performed, by us-
ing the density functional method and by accounting
for the global minimum condition for the total energy
in various atomic configurations. The corresponding
results (see Fig. 9 in work [26]) were approximated
by us in the form

Py = (417 +3.97 N~1/3) eV,
EAy = (3.88—3.05 N~/3)eV.

Unfortunately, although the calculations were com-
plicated, the presented expressions did not repro-
duce the work function and the value of p; in the

ISSN 2071-0194. Ukr. J. Phys. 2017. Vol. 62, No. 9

coefficients a and f in formula (11). We obtained
11 ~ +0.067 a.u. from IPy and py =~ —0.165 a.u from
EAy. It will be recalled that gy =~ 40.1 a. u. for Na
27, 28].

4. Dissociation, Cohesive,
and Vacancy Formation Energies

The energy of dissociation of a neutral metal (Me)
cluster in accordance with the reaction Meny —
Mepn_1+Me,; is determined as the difference of total
energies

€8 = [En_1+FEa)—En = NeQ"—(N—-1)e" . (14)
In the stabilized jellium model, the energy of the
atom, E,;, is the total energy of a metal sphere with
the radius rg.

The dissociation energy of metal ions in the clusters
and the ionization potential of clusters were measured
repeatedly and commented in detail [15, 22, 23, 29,
30]. Those data are traditionally used to calculate the
cohesive energy of neutral clusters.

By definition, the cohesive energy 5" is the bind-
ing energy of atoms in a cluster per one atom. The
cohesive energy 55\‘,’}‘ is determined as the difference
between the cumulative energy of N free atoms and
the energy of the cluster consisting of N atoms:
e5" = (NEs — En)/N = Ey — Ex/N. (15)
If N — oo, then e§¢® — €98 = £ (ry). The values
el (ry) = 3.97 and 1.16 eV calculated by us for Al
and Na, respectively, agree well with the experimental
values %" = 3.39 and 1.11 eV, respectively (see work
[31] and the references therein).

The coupling equation looks like

N
coh _ l dis
N N n

n=2

(16)

The asymptotics of the cluster-size dependence of
the cohesive energy (15) is a well-known result [1]

20’0

coh coh (

ey =e“%(rg) —

) 17
Nar BN ( )

where the last term can be rewritten in the form
—7Z M1 / RN.

Note that it was marked as long ago as in works
by Frenkel and Langmuir that the following universal
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relation is valid for some substances at low tempera-
tures:

drrio/q~2/3.

This relation includes the following observable quan-
tities: the average distance ry between the atoms,
the specific surface energy o, and the evaporation
heat ¢ (see the table in work [25]). Using this rela-
tion, asymptotics (17) can be rewrittren in the form
that is convenient for making estimations:

e & e (rg)[1 — (4/9)N /3],

Then, using formulas (17) and (14), it is easy to reveal
the convergence of the asymptotics for e5o® and 9.

It is of interest to determine the influence of the
charging on the cohesive energy of clusters. Using
definition (15), the notations E; = EN-"', Ey =
= EN<T!, and sxh’i = F. — EE/N, and formula
(10), the difference between the cohesive energies for
the charged and neutral clusters can be determined

as

coh __ 1

= —_IP
N N N

Ag?\?hHr = 6(]:\([)h,+ N
(18)

1
AT = AN

In Figs. 5 and 6, the dependences of the dissoci-
ation and cohesive, respectively, energies on the pa-
rameter N are compared between the continuous and
defect (neutral and charged) clusters. It should be
noted that the positive or negative excess charge re-
sults in a reduction or growth, respectively, of the
dissociation and cohesive energies.

The size dependence of the dissociation energy ex-
hibited in Fig. 5 includes quantum oscillations around
the asymptotics. The values of 5‘}\}?” for a defect clus-
ter are larger at large | and smaller at small | than
those for a continuous cluster. For the continuous and
defect clusters with the same number of atoms NV, be-
sides a change in the filling order of electron levels,
a substantial difference between the behavior of the
dissociation energy should be emphasized: for small
l, the dissociation energy of continuous clusters de-
creases and that of defect ones increases with the
growth of N. A comparison of the data depicted in
Figs. 5 and 6 confirms the accuracy of formula (16)
and explains a distinction in the arrangement of lo-
cal maxima in those figures. The calculated depen-

dences of 55\?}1’} are closer to the experimental values
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obtained at 7' = 150 K [30] than the dependences of
£5el. Furthermore, the values of €3 determined from
the measurements of the melting temperature and the
latent heat of the transition can be negative near the
phase transition point [10].

Hence, a conclusion can be drawn that the most
stable defect-free clusters are those, in which the lev-
els with small [ are the last filled ones. In the case
of defect clusters, the situation is inverse. In exper-
iments, the size-induced oscillations of €4 are most
probaly suppressed by temperature effects (see Fig. 9
in work [29]).

As is shown in Fig. 6, the cohesive energy of an-
ions and cations in charged clusters differs from that
in neutral clusters. The presence of a positive excess
charge results in a reduction of the cohesive energy
owing to an increase of electrostatic repulsion forces,
whereas the negative excess charge gives rise to the
opposite effect. The behavior of the cohesive energy
of ionized clusters is completely described by for-
mula (18).

It is reasonable to suppose that the cluster melting
temperature “traces” changes in the cohesive energy
(more exactly, the dissociation energy), i.e. the clus-
ter melting temperature can be controlled by means
of the charging. A comparison of Fig. 5 with the ex-
perimental size dependences of the melting heats for
anions and cations in Alss_7o clusters (see Fig. 4 in
work [26]) testified to their correlation.

A considerable number of works were devoted to ab
initio calculations of the vacancy formation energy in
metals [32]. In the stabilized jellium and liquid drop
models, the cohesive energy of an atom and the va-
cancy formation energy are presented in the form of
Padé expansions [31] (see also work [25]). In the no-
tations of work [25], the results of work [31] can be
presented as follows:

6coh(,ro) — 47-‘-7«(2)0-0 (1 + 61/’/"0 + 62/'“%)7
5vac(7”0) _ 47T7”(2)O'0 (1 — 61/7”0 + 62/7"(2)).

The values 2° = £¥2°(r¢) = 0.33, 0.73, and 1.00 eV
calculated in work [33| for Na, Mg, and Al, respec-
tively, using the phases of electron wave scattering
at a vacancy potential value agree with the corre-

sponding experimental values of 0.335, 0 84, and

0.73 &V [31].
Using the quantities £ (rq) and £¥2(ry), as well
as the values 8/r3 = —0.13 (Na), —0.015 (Mg),
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Dissociation energy, eV
> "

=
W
T

Dissociation energy, eV

Dissociation energy, eV

0.25 0.3

and +0.22 (Al) taken from work [31], we obtained
d1/ro = 0.32 for Na, 0.54 for Mg, and 0.57 for
Al The quantities §; and Jo are required to con-
struct the asymptotics for the vacancy formation
energy.

No self-consistent calculations of e}}; have been
performed for clusters because of the necessity to
work out the process of vacancy formation in de-
tail. Therefore, it is important to compare the expe-
dience of the vacancy formation driven by two mech-
anisms. According to the Schottky mechanism, an
atom is evaporated from a continuous sphere. In the
final state, there is a vacancy with the radius rg at

ISSN 2071-0194. Ukr. J. Phys. 2017. Vol. 62, No. 9

0.45

0.35 0.4
N

Fig. 5. Dissociation energies €4 for neutral continuous (e) and defect (o) clusters, and their
asymptotics (17). Experimental values are shown by symbols X

the sphere center. In this case,
,Sh
6\]/\;[12 = [EN—l,v + Eat] - EN =

= Ne@" — (N = 1)eRty o, (21)

where En_1,, is the energy of a sphere with a cen-
tered vacancy (the layer located between r = ro and
r = Ry_1,, contains N — 1 atoms). The essence of
the second mechanism [25], at which the number of
atoms in the sphere does not change, consists in the
“blowing” of a bubble-vacancy with the radius ro at
the sphere center. In this case,

vac,blow coh coh
9 :EN,'U_EN:N(gN _€N,v)'

N,v (22)
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of continuous clusters (the dotted, solid, and dashed curves cor-

respond to positively charged, neutral, and negatively charged clusters, respectively) and clusters
with a monovacancy (symbols A, o, and O correspond to positively charged, neutral, and negatively
charged clusters, respectively). Asymptotics (17) is shown by a dash-dotted curve. Experimental
values are shown by symbols x. The corresponding results obtained for defect-free clusters in the
whole interval of calculated N are shown in the insets

A comparison between formulas (21) and (22) demon-
strates the expedience of the second mechanism owing
to the relation

vac,Sh __ _vac,blow dis
ENﬂ} — “N,v + 6N,v' (23)
800

Let us analyze the asymptotics of the vacancy for-
mation energy. Its size dependence is determined by
the difference between the total energies of spheres
calculated by formulas (21) and (22) as N — oo
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Fig. 7. Energies of the monovacancy formation €25 (21) and £%<P1°% (22) in Na.
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N2
N N Symbols

A, o, and O correspond to positively charged, neutral, and negatively charged clusters, respectively.
Asymptotics (24) and (23) are shown by dash-dotted curves. The horizontal dotted line corresponds

to e2¢ = egV3¢(rg) = 0.33 eV

and is reduced to the difference between the total
surface energies. In the case of the vacancy “blow-
ing” mechanism, using relation (10) and the formula
Rno = Ry (1 + %C‘g), where ¢ = ro/Ry < 1, and
holding the required expansion order, we obtain

SR =B (145 B 5o/ )+
2 (rg) — 4m Ry 00 (1+ 61 /Ry + 82/ R%) =

vac 2
= (o) (1 TN = oo + 52/7"3))' =

For the Schottky mechanism, in accordance with
expression (23) and the formula Ry_1, = Ry, the

ISSN 2071-0194. Ukr. J. Phys. 2017. Vol. 62, No. 9

asymptotics is determined by the sum of expres-
sions (24) and (17). The asymptotic dependence of
5}’?2}’% weakly depends on N, whereas dependence
(24) demonstrates a reduction of the vacancy for-
mation energy with the growth of N. This behavior
agrees with the conclusions of work [34], but contra-
dicts the results of works [12-14].

Figures 7 to 9 exhibit the calculation results ob-
tained for the energy of the vacancy formation driven
by two mechanisms. The exhibited results confirm the
validity of formula (23), namely, the expedience of
the vacancy blowing. All dependences strongly oscil-
late. For some N grouped into narrow intervals, espe-

801



V.V. Pogosov, V.I. Reva

vac, Sh
e eV

0.26

0.28 0.30 0.32

0.34 0.36 0.38 0.40 0.42

8vac. blow’ ev

0.26

0.28 0.30 0.32

0.34

0.36 0.38 0.40 0.42 0.44

N—]/S

Fig. 8. The same as in Fig. 7, but for Mg. The horizontal dotted line corresponds to ¥2¢ = 0.72 eV

cially in the case of Al, the values of 6ﬁ%blow become
negative.

The difference between the vacancy formation ener-
gies in the charged and neutral clusters following both
mechanisms (Eﬁ — Eﬁfl’v + E,: and Ef, — Eﬁ’v,
respectively) can be presented in the form of relations

vac,Sh,+ _ _vac,Sh
ENw = &Ny +IPN71,’U — 1Py,
vac,blow,+ _ _vac,blow
€N,v _aN,v —|—IPN7,U—IPN7
Sh Sh (25)
vac,Sh,— __ _vac,
ENw =E&N. —EAN,LU-FEAN,
vac,blow,— ___vac,blow
€N,v _eN,v —EAN7U+EAN.
802

The character of the cluster-size dependence of the
vacancy formation energy on the excess charge in the
cluster [Egs. (25)] is completely confirmed by the re-
sults of direct calculations (Figs. 7 to 9). This char-
acter is determined by the behavior of IP and EA
shown in Fig. 2.

The presented results of calculations carried out in
the framework of LDA correspond to the zero temper-
ature. It is probable that strong oscillations of energy
characteristics will be partially suppressed at atomic
concentrations corresponding to finite temperatures,
for the lowered symmetry of the cluster shape, and
if applying the LSDA for the exchange-correlation
energy.
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In quasithermodynamics, the expedience for a va-
cancy to appear in a cluster at a finite temperature
T can be estimated from the variation condition for
the free energy,

,blow _ ,bl ,bl
AFX,T) oW = 5}’\?2 oW TASX% o <o. (26)
Since the number of ions in a cluster does not change
at the vacancy “blowing”, the entropic contribution

is only formed by the degenerate electron gas. The
corresponding expression looks like

2m5/3 (kTN
32/3 e2 X

ISSN 2071-0194. Ukr. J. Phys. 2017. Vol. 62, No. 9

vac,blow __
TASEP™ —

X /dr 2 [n%i(r) - n%:g(r) . (27)
0

If formula (27) is applied to calculations, the equi-
librium profiles of the electron distribution obtained
in the stick-slip jellium model at the given N and T
are used. The profiles corresponding to the case T'= 0
and N = 12 are depicted in Fig. 1.

5. Conclusions

Self-consistent calculations of the radial distribution
profiles of the electron concentration and the electro-
static potential in continuous (defect-free) metal clus-
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ters and clusters with a vacancy have been performed
in the framework of the stabilized jellium model, by
using the Kohn—Sham method. As a result, the total
energies of a neutral and a charged defect cluster were
determined for the first time. The results obtained are
used to directly calculate the dissociation, cohesive,
and vacancy formation energies, the electron affin-
ity, the ionization potential, and the capacitance. The
results of calculations for Na, Mg, and Al are com-
pared with the asymptotics and the results obtained
for defect-free clusters. The computer code for calcu-
lations was created by the authors themselves.

The ionization potential for a small cluster with
a vacancy is larger than that for a continuous clus-
ter (approximately by 0.5 eV for Al and by 0.1 eV
for Na). The difference is maximum at the transition
from the completely filled shell to an empty one. As
the number of atoms in the cluster, IV, increases, this
difference vanishes. The magic atomic numbers for
continuous clusters and clusters with a vacancy are
different, especially in the case of Al clusters.

The normalized electric capacitances of clusters al-
ways exceed unity and contain size-induced quantum
fluctuations. For defect clusters with partially filled
electron shells, the capacitance is considerably larger
than that for continuous ones.

The size dependence of the cohesive energy con-
tains local maxima. The corresponding clusters are
more stable; i.e. they have larger values of binding,
dissociation, and vacancy formation energies than
their neighbors. For small clusters, those maxima
mark the termination of the filling of the next electron
shell with the growth of the parameter V. The posi-
tions of the maxima for defect and defect-free clusters
are different, which is not only a result of the distinc-
tion between their dimensions, but is also associated
with the behavior of electron wave functions.

The cohesive energies of anions and cations in
charged clusters differ from those in neutral clus-
ters. The positive excess charge gives rise to the en-
ergy reduction owing to the growth of electrostatic
repulsion forces, whereas the negative excess charge
results in the opposite effect.

Quantum-size dependences of the energy of the va-
cancy formation driven by the Schottky and “bubble
blowing” mechanisms, as well as their asymptotic be-
havior, are determined for the first time. It is shown
that the cluster-size asymptotics for those two mech-
anisms differ from each other, but weakly depend on
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the number of atoms in the cluster. The character of
the size dependence of the vacancy formation energy
on the excess charge in a cluster is governed by the
behavior of the cluster ionization potential and the
electron affinity energy.

In the sections between the maxima, the dissoci-
ation energy either increases with the growth of N
or has a local minimum. At the same time, the va-
cancy formation energy monotonically decreases in
those sections.

In this model, the relaxation of the cluster vol-
ume was not taken into consideration. The influence
of the self-compressing on the ionization potential
in large clusters was analytically described in works
[20,21]. For small clusters, this issue was numerically
studied in work [16]. The relaxation of the ionic dis-
tribution in a cluster gives rise to a reduction in the
total energy of a specimen. More consistent, but more
complicated, are ab initio methods, in which the co-
ordinates of ions are selected to minimize the total
energy of the cluster. This procedure was realized in
work [26], but only for Alzy_7o clusters, i.e. clusters
with a small number of atoms.

The authors express their gratitude to A.V. Koro-
tun for his help in the preparation of the manuscript
for the publication.
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PO3MIPHI BAJIE2KHOCTI EHEPITETUYHUX
XAPAKTEPUCTUK 3APAJIZKEHUX METAJIEBUX
KJIACTEPIB, 11O MICTATb MOHOBAKAHCIIO

Peszowme

Metonom Kona—Illema y Mozesni cTabiibHOTO »Kejie BUKOHAHO
CcaMOY3TO/[?KEHI pO3pPaxXyHKHU IPOdiIiB paiajbHUX PO3MOILIIB
€JIEKTPOHIB Ta IMOTEHI[aJIB CyliJIbHUX KJACTepPiB i KyacrepiB
i3 meHTpoBaHOIO MOHOBakKaHcieo. lle mo3BosHIO BIEpIE OmEDP-
2KaTH [OBHY €HEPrilo HEUTPAJbHUX Ta 3aPSAKEHUX JedDEKTHUX
KJIaCTEPiB, Ha OCHOBI YO0 IIPOBEEHO NPsIMi PO3PaXyHKU €HEP-
riii aucorjianii, Koresii, yrBoOpeHHsI BaKaHCII, CIIOpigHEeHOCTI J0
€JIEKTPOHY, IOTEHI[iaJly 10Hi3aIlil, a TaKOXK €JIEKTPUIHOI €EMHO-
cri. Pesynpraru uncenpHux po3paxyHKiB gjs kiaacrepiB Na,
Mg i Al HOpIBHIOIOTBCS 3 ACUMIITOTUKAMU 1 PE3YILTATAMHU IJIst
6e3nedexkTHUX KiracTepiB. Po3paxoBaHo KBAaHTOBO-PO3MipHI 3a-
JIEXKHOCTI eHepril yTBopeHHsI BakaHCil 3a Mexanizmamu [TlorTki
i“BuayBaHHs MyXUpls’ 1| BUBHAYEHO 1X aCUMIITOTUYHY ITOBE/IiH-
Ky. BusBneno cunbui po3mipui daykryarnil enepril yTBopeHHs
BakaHCil B yciit obsiacti po3MmipiB kiacrepiB. [lokazano, 1110 pos-
MipHI ACUMIITOTHKH IIUX JBOX MEXaHI3MiB BiAPi3HAIOTHCS OIHA
Bi omHOl i ci1abKo 3aiexKaTh Bif ducia atoMiB y Kiacrepi. O6-
qucjenHs: npopoauuca Ha Kiaacrepi CKIT-3 IucruryTty xibep-
meruky im. B.M. I'nymxosa HAH Vkpaizu (Rpeak = 7,4Tfops)-
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