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In this paper a model for 3d-subsystem of transition 3d-metals has been proposed and used for calculation of
the cohesive energy dependent on 3d-band filling of particular metal, its bandwidth and effective intra-atomic
interaction value. It has been shown that the model enables one to explain the observed peculiarities of cohesive
energy effect on the atomic number. The nature of two parabolic dependencies of cohesive energy on 3d-band
filling has been clarified. The calculated values of cohesive energy are close to those experimentally obtained
for Sc-Ti-V-Cr-Mn-Fe series.
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1. Introduction

In figure [1} the experimental findings are presented for cohesive energy of 3d-metals depending
on the atomic number (see [1], figure 3.8). Similar dependence on the atomic number is observed
for melting temperatures and boiling points of 3d-metals [1l 2]. According to Friedel’s theory, the
cohesion energy of d-metals is defined as a sum of energies for the occupied single-electron states of
a valence band [3]. If the simplest rectangular density of states is used and equivalence of d-bands is
assumed, then a parabolic dependence of the cohesive energy on the number of d-electrons follows. The
parabolic dependence of cohesive energy on the atomic number is in satisfactory agreement with the
experimentally found dependencies for transition 4d- and 5d-metals. However, for 3d-metals, as one can
see from figure[] there are substantial qualitative discrepancies between the experimental and theoretical
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Figure 1. (Colour online) Dependence of cohesion energy on the atomic number for transition 3d-metals.
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results. Clarification is necessary regarding this “two-hump” dependence and the anomaly associated
with Mn. It has been shown in papers [4H6] that in non-degenerate (Hubbard) model, the cohesive energy

E.on = g(2 -nmw —vU,

where w is the half-width of s-band, U represents the magnitude of intra-atomic Coulomb repulsion
of two electrons with opposite spins on the same lattice site, n stands for the electron concentration, v
is either the doubly occupied (with two electrons on the same site) states concentration for n < 1 or
empty sites (holes) concentration for n > 1. As a consequence, with interaction taken into account in the
Hartree-Fock approximation, two symmetrical parabolic dependencies Econ(n) (forn < 1 and n > 1) as
well as the peculiarity for Mn are explained.

An explanation of E.y(n) dependence asymmetry within the s-band model was proposed in pa-
pers [[7, 18] by taking into account the electron transfer caused by electron-electron interaction, namely the
correlated hopping of electrons. This way we obtain two asymmetric parabolic dependencies for Ecqp(72)
with respect to n = 1. It is worth noting that the role of correlated hopping has been recently studied in
papers [9H11] within the context of electron interactions in strongly correlated electron systems.

In the present work, developing the models [1H12]], the observed peculiarities of cohesive energy
effect on the atomic number in 3d-metals are interpreted within the framework of the model with five-
fold orbital degeneracy of the band with taking into account the dependence of intraatomic interactions
and 3d-band widths in 3d-metals on their filling.

2. The model

1. We represent the Hamiltonian of the model generalized for five-fold orbitally degeneracy (gener-
alized Hubbard model) in the following form

H= Z tim,jm(n)ajmo-ajm(r + Hint. (H

ijmo

Here, the first term describes the delocalization energy of 3d-electrons, which provides the metallic
bonding of atoms in crystals, #;,, ;» is the delocalization integral of electrons, ajmg, ajmo are the
operators of creation and annihilation of electrons on the lattice site in state m (m = 1,2, 3,4,5) with
spin o (o0 =7,]). In the considered model, the transfer integral #, j»(n) depends on the 3d-electrons
concentration ny in transition 3d-metal. This important peculiarity of the model allows us to calculate
the 3d-electrons contribution in the cohesive energy of particular 3d-metals. This is the distinction of
the present model from the one proposed in paper [[12] where the energy band width was assumed
independent of the band filling and from “non-Hubbard-type” approach in papers [13H135]].
Hiy describes the intra-atomic interactions in the considered model and is a generalization of the
Coulomb interaction term
U an‘Tl/lil (2)
l

of the orbitally non-degenerate Hubbard model.
Let us assume that

Hiyy = Hy + Hy + H3, (3)
where
Hy = UZ”ianimi» (€Y
im
Hy=U' Z Nimo Nim, & » )
imm;o,
m#m|
H; = u”’ NimoNim,o - (6)
imm|o,
m¥£mj
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Here, nj,o is an operator of electron number in the state m with spin o on site i. The expression ()
describes the Coulomb repulsion of two electrons with opposite spins in the same orbital m, the expres-
sion (5) represents the Coulomb interaction of electrons in different orbital states (G- denotes the spin
projection opposite to o). The expression (6)) describes the Coulomb interaction of electrons on different
orbitals with taking into account the intra-atomic exchange interaction, U > U’ > U” (for example,
see [16]).

2. The energy spectrum of electrons, with Hj, taken into account in the Hartree-Fock approximation
in the absence of magnetic ordering, is given by the expression

En(K) = —p + 1K), (N

where 1,,(K) is a Fourier component of the transfer integral #;, j,». The chemical potential u is renormal-
ized by taking into account the Coulomb and exchange interactions in the Hartree-Fock approximation
and is to be found from the equation for d-electron concentration

u

na = J p(e)de, ®)

—-w

where p(e) is the electron density of states with taking into account the orbital degeneracy.
3. In the orbitally non-degenerate model, the cohesive energy is defined by the following expression

1 .
Eean =~ ) 1)@l ajer) = VU, ©)
ijo
where the first term is the electron delocalization energy and the second one takes into account the
delocalization energy lowering by polar states. In the Hartree-Fock approximation, we have

n2
VZZ for n>1, (10)

l’l2
v=1—n+z for n<1. (11

Using the model unperturbed rectangular density of electron states, we obtain

_ 1 N
Econ = 2w(n)(w u)—vU, (12)

where
u=wn)(n-1). (13)

In the framework of orbitally non-degenerate model, the formula (I2)) reflects characteristic features of
the experimentally found dependency of cohesion energy on the atomic number in 3d-metals (T)).
4. Let us extend the above considerations onto the model with orbital five-fold degeneracy. We define
the cohesive energy as
M

Econ = ‘[ep(e)de - VUeff(nd)’ (14)

—w
where Ueg(ng) is an effective intra-atomic interaction which includes both Coulomb and intra-atomic

(Hund’s rule) exchange terms, v generalizes the expressions (I0), (IT)) of the non-degenerate model.
Following Friedel, we take

5
p(e) = ) (15)
w(ng)
where w(ng) is 3d-band half-width which is dependent on the band filling. Then,
_ w(ng)ng
p=—rs——wna), (16)
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thus,

ng ng4 2
Econ = 100(ng) | 75 - (73] ] = vUet(na). a7)
When correlation effects can be neglected, then the cohesive energy maximum corresponds to the band
center, as was obtained in the Friedel’s theory [3].

3. Application for 3d-metals

1. Let us interpret a general character of the E.o, dependency by formula (I7) on the energy parameters
and the band filling in 3d-metals in terms of configurational (atom-band) model of transition metal [[17,
18]). Accordingly, in the first approximation by n; we mean the atomic values of the corresponding
element, then moving on to estimations for transition metals, this statement will be corrected by taking
into account s—d-transitions, which cause deviations of 3d-band filling from atomic values of n.

Given the peculiarities of intra-atomic interactions, represented by the expressions {@)—(6), for the
case of ng < 5, the Hund’s polar states 3d"*! will be relevant, for the case of n; > 3, the non-Hund polar
states (atomic configurations of electrons with opposite spins on different orbitals) play the role. The case
of ng = 5 should be considered separately, because in this case, the intra-atomic Coulomb interaction is
present at the same orbital, which is considerably greater than interactions at different orbitals. For these
distinct regions of ng, the characteristic effective magnitudes of intra-atomic interactions and averaged
values of bandwidth will be selected.

Let us take for all ny < 5 the same values of w(ng) and Ueg(ng) (w; and Uy, respectively). Besides,
generalizing the expression (I0) for non-degenerate model, we obtain

nq

2
10) U (18)

Ver[-f = 5(

Here, the intra-atomic interaction is taken into account in the Hartree-Fock approximation, v is the polar
3d"*!-states concentration. Therefore, for ng < 5

s =[5 -5 |- 5) 5

In the case of ny > 5, we put values w, and U, of formula in correspondence with quantities w(ny)
and Ueg(ng), and for formula (TI)), the corresponding expression is

2
voUsgt = [S—nd+5(’11—3) ]U2. (20)

In accordance with electron-hole symmetry, here v is the “hole” 3d"~!-states concentration. For the
cohesive energy in this case we obtain

Econ nqg U, ng\?2 U, U,
Seoh M fy o Z2) (M) _ 2 21
10w> 10( +w2) (10) ( " 10w2) 2w, @D

From formulae and we have that E¢on(n4) reaches its maximum values at
10w1

=— 22
= Su + Uy (22)
in the case of ny < 5 and for the case of ny > 5, the corresponding value is
10((1)2 + Uz)
=——". 23
M= T, U, 9

One can see that taking into account the intra-atomic interaction shifts the maximum of E.q,(ny) to the
left or to the right from the band center.
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The reasonable estimate of the intra-atomic interaction magnitude is the halfbandwidth [19]. So, we
take U; = w; in formula @, which leads to ny ~ 3. This corresponds to the atomic value ny = 3 for
vanadium. In analogous way one can interpret the existence of the maximum value of E.,, by formula (23))
for ng ~ 7 (atomic value of ny for cobalt). Hence, by formulae (I9) and (21)), two parabolic dependencies
can be obtained with maxima specified by formulae (22) and (23). This can be put in correspondence
with the experimentally found dependence of cohesive energy on atomic number, shown in figure

2. For an estimation of the cohesive energy magnitudes for particular 3d-metals, we use the values
for 3d-band widths and 3d-band fillings given in [1] (table 2.1), where W is the bandwidth given by [20]
(table 20.4) and WP are experimental findings [21]].

One can see that there is a satisfactory agreement between experimental values [20] and calculated
values [1} 2] of the band widths for metals of Sc-Ti-V-Cr series.

In table [I] the results of cohesion energy calculation by formula with data from table [2] are
summarized. Here, E; are cohesion energies for the atomic values ny (s—d-transitions neglected) and
WP used. E, is cohesive energy from data for ny and WP of table 2] E3 are values of cohesive energy
from data for ny and W of table [2} E®*P are the experimentally found values for cohesive energy. In
these calculations, an effective intra-atomic interaction has been taken equal to half-width of conduction
band [19]].

Note that for Sc, Ti, V, Cr, the values of W and WP are close and reliable, while for Mn, Fe, Co, Ni,
these values are contradictory. For this reason, in table@]the values for E; and E, for metals of the second
group are omitted. The calculated values are close to those experimentally obtained for Sc-Ti-V-Cr-Mn-Fe
sequence. Values E3 for Co and Ni are substantially lower than the experimental findings E.. (not listed
in table [I)), this can signal of either the inadequacy of the data listed in table 2] or the necessity to go
beyond the framework used for obtaining the expressions and (21, in particular, taking into account
the inter-orbital transitions of electrons and go beyond the Hartree-Fock approximation. In figure [2] the
values of the cohesive energy are marked red. For 3d-electrons in metals, positioned to the right of Mn,
the description in terms of “configurational” (atomic) model is more appropriate, as noted in chapter 3.5
of monograph [22]. Summarizing, one can state that the proposed model not only elucidates the nature
of the two-hump dependence of cohesive energy on the atomic number which is observed in transition
3d-metals and the peculiarity of E.q}, for Mn but also leads to the values of cohesive energy close to those
experimentally found for metals of Sc-Ti-V-Cr-Mn-Fe series.

Table 1. The obtained results for cohesion energy. E; are cohesion energies for atomic values n, and
WP used. For E, data for ny and WP of table[2 were used, for E3 data for ny and W of table 2] were
used. ES*P are experimental data [[1} [2]].

| Metal | Ei, eV | By, eV | By, eV | Econ, €V |
Sc 2.9 4.0 3.3 3.9
Ti 4.6 5.4 5.0 4.85
A% 5.6 5.4 5.4 5.31
Cr 4.1 4.1 4.1 4.10
Mn 2.6 2.92
Fe 4.0 4.28

Table 2. Values for 3d-band fillings given in [1} 2], 3d-band widths W given by [20] and experimental
findings WP by [21]).

[ Metal [ Sc [ Ti | V] Cr [Mn] Fe [ Co | Ni |
ng 176 | 290 | 398 | 496 | 598 | 6.94 | 7.86 | 8.97

W Qw),eV | 513 | 6.08 | 6.77 | 6.56 | 560 | 4.82 | 435 | 3.78
WEeXP_ eV 6.2 6.6 6.8 6.5 8.5 8.5 6.9 5.4
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Figure 2. (Colour online) Values of cohesion energy E3 are marked red, experimental findings are marked
blue.

3. The results obtained from the calculation of E..,(n4) allow one to interpret the dependencies of
melting temperatures Tp, for 3d-metals on the atomic number (analogous to the ones shown in figure|[T)),
as the melting temperature
_ 0.04Econ

s (24)

m

where kg is Boltzmann constant [/1}, 2]].

4. Conclusions

In this paper, a model for 3d-subsystem of transition 3d-metals has been proposed and used for
calculation of the cohesive energy dependent on 3d-band filling of a particular metal, its bandwidth and
the effective intra-atomic interaction value.

It has been shown that the model allows one to explain the observed peculiarities of cohesive energy
on atomic number. The nature of two asymmetric “parabolic” dependencies of cohesive energy on 3d-
band filling has been clarified. The calculated values of cohesive energy are close to the experimentally
obtained for Sc-Ti-V-Cr-Mn-Fe series. The obtained results can be extended for explaining the peculiarities
of melting temperatures of transition 3d-metals on their atomic number and other systems [23H26] for
which strong Coulomb correlations determine the peculiarities of the energy spectrum.
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BHecok 3d-eneKTpoHiB y eHeprito 3B'a3Ky 3d-meTanis

. figyx

TepHONINbCLKUIA HaLiOHANbLHWIA TeXHIYHWI YHiBepcnTeT iMeHi IBaHa Myntosi, TepHonink, YkpaiHa

B po60oTi 3anponoHoBaHoO Mogenb nigcucteMu 3d-enekTpoHiB nepexigHUX MeTasiB Ta 3aCTOCOBAHO ii 41s po3-
paxyHKy eHeprii 3B'A3Ky, 3a/1€XXHOT BiJ 3an0BHeHHs 3d-30H1 KOHKPETHOTo MeTany, LUMPVHN L€l 30HW Ta Ben-
YMHW epeKTNBHOI BHYTPILLHLOATOMHOI B3aEMOZii. [oka3aHo, L0 Moje/b A03BOASE NOSCHUTY CrocTepexyBaHi
0COBANBOCTI 3a1eXHOCTI eHeprii 3B'A3Ky Bij aTOMHOro HoMmepa. MosicHeHO NMpupoAy ABOX MapaboniyHmX 3a-
JIeXHOCTel eHeprii 3B'A3Ky Bij 3anoBHeHHs 3d-30HKN. O6YnCneHi 3HaUYeHHs eHeprii 3B'A3Ky € 6AM3bKUMU A0
OTPUMaHNX ekcnepumMmeHTanbHo ans pagy Sc-Ti-V-Cr-Mn-Fe.

KntouoBi cnoBa: eHeprisi 38'A3ky, 3d-MeTanu, MiXeneKTPOHHI B3aEMOAITl, eHepreTuyHuii cnekTp, op6itaasHe
BUPOAKEHHS
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