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Abstract. A simple method for calculating the electronic structure of antiferromagnetic
chromium with a sinusoidal spin-density wave, based on the variational Ritz procedure, is
suggested. The four-component Dirac wavefunctions, defined in a crystal without allowance for
magnetic order, are chosen as basis functions. The calculations of the electronic spectrum of
chromium performed for different types of spin-density wave polarization show that taking into
account the relativistic effects results in a difference between the electronic structures of the
longitudinal and transverse spin-density waves.

1. Introduction

In recent years, much research has been devoted to the electronic structure of
antiferromagnetic (AF) chromium. The extensive literature on the subject has been reviewed
in [1]. We shall dwell briefly on the main results of both experimental and theoretical
investigations.

It has been found experimentally that, at temperatures below 312 K, chromium has
AF order with a spin-density wave (SDW) incommensurate with the lattice constant. The
wavevectorQ = (27 /a)(1— 8,0, 0) (a is the lattice constant anti~ 0.05) of the SDW is
oriented in the direction of one of the cubic axes. As a consequence the unit cell contains
about 40 chemically equivalent atoms with different magnitudes of the magnetic moment.
The local magnetic moments are collinear and sinusoidally modulated with a maximum
value M = 0.59u 3. Aside from the fundamental harmonic, higher harmonQ, 5Q...)
also occur. At a temperature of 118 K, the SDW polarization changes from longitudinal to
transverse (the spin-flip phase transition).

It is clear that amab-initio calculation of the ground state of AF Cr, based on actual
experimental data on the magnetic structure, would be at the moment absolutely unfeasible.
That is why most calculations are performed for a vedpr= (27 /a)(1,0,0). In this
case, Cr has a CsCl unit cell. The local magnetic moments at different atoms are equal
in magnitude but opposite in direction. Such an approach has been used, in particular,
in [2-4], in which the electronic structure of Cr is calculated within the framework of
spin-density functional theory. AF ordering is shown to cause a decrease in the density of
states at the Fermi level due to the appearance of an AF gap, which results in a gain in
total energy. The results obtained confirm Lomer’s [5] supposition as to the role of the
nesting character of the electronic and hole sheets of the Fermi surface of non-magnetic Cr
in the formation of the AF state. Additional investigation of the structure of AF Cr Fermi
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surface and its pressure dependence has been reported in [4]. Our paper [6] is devoted to
the study of the influence of relativistic effects on the electronic structure of chromium.
The results of calculations demonstrate that the relativistic effects completely change the
structure of the Cr electron spectrum, which leads to its anisotropy for directions identical
in the non-relativistic approach.

A first-principles calculation of the total energy for a four-atom magnetic cell of Cr
(Q = (27/a)(0.5, 0, 0)) has been carried out in [7]. The main result of the paper is the
statement that for such a cell the ground state is not AF.

In a number of papers the parametrization of the electronic structure of non-magnetic
Cr near the Fermi surface is used to give a qualitative description of the experimental data
for the incommensurate spin-density wave (ISDW) of Cr and its alloys. So, in [8] the
optical absorption in chromium with an ISDW was investigated in a one-dimensional two-
band model, while in [9] the ISDW was studied using a two-band nesting model within the
mean-field approximation.

Finally, in [10] the sinusoidal SDW was treated with a motight-bindingHamiltonian
whose parameters are assumed to be constant (except for the energy of d orbitals) and are
calculated for paramagnetic Cr.

From the above it appears that a variety of approaches can be used to study the ground
state of AF chromium with a SDW. Up to now, however, there have been no first-principles
calculations of the electronic structure of chromium with a SDW, because these require huge
computational efforts owing to the large dimension of dispersive matrices.

In the present paper we suggest a simple technique for calculating the electronic structure
in the presence of a SDW, based on the variational Ritz procedure.

2. General formalism

In accordance with [11], the Dirac equation for a system with SDW can be written as

(Ho+ AVE)V = EW (1)
where W is a four-component spinor anty is the standard Dirac operator given by

Ho = cap+mc?f+VI. 2
Here

N 0 o A I 0 2 o, O

LRI E T @

o = (oy, 0y, 0;) are the Pauli matrices arnds the unit matrix. We also assume the magnetic
moment to be oriented in th#& direction.

Thus, the effective electron potential at sitR; consists of two terms: the
site-independent average potentilr) and an additionAV;(r) connected with spin
polarization.

The variational Ritz procedure reduces the problem of solving (1) to solving the
generalized eigenvalue problem

> (Huw = EOw)by =0  n=12..N 4)

whereN is the number of basis functions, (r),

Hiyy = / 00" (r) Hop (r) dr 5)
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Onn’ = f¢11+(r) On’ (7’) dr (6)

H is the system Hamiltonian anig, are variational parameters.
The functionsk are determined by the zeros of the secular determinant

deﬂ I—Inn’ - EOnn" =0. (7)

The principal distinction between various computational techniques reduces eventually to
the choice of basis functiong, (r).

In this paper, for functionsp,(r) we shall use the four-component spinaps(q, r)
which are solutions of the Dirac equation

HoW,(q.7) = EJU,(q. 7) ®)
Here r varies within the boundaries of a magnetic (extended) cell, @isla wavevector
from the corresponding Brillouin zone.

As the potentiaV (r) in (2) is identical for all atoms in the extended cell, the problem of
finding the energy eigenfunctions and eigenvalues in (8) may be reduced to their calculation
for a one-atom cell. Lefi(k, ) ande(k) denote the eigenfunctions and the corresponding
energies calculated for such a one-atom cell, respectively. Since, in the absence of spin
order, chromium has a BCC structure, the vecterand k belong to the Wigner—Seitz
cell and the Brillouin zone of a BCC lattice, respectively. The electron spectrum of the
extended magnetic cell is then defined as a union of spexig):

E°(q) = {e(ko), e(ka), ..., e(ky — 1)} ©)
Here
ky=a+xp
and x,, coincides in direction with the vectd@®, and its magnitude is defined as
4T p
= — = forp=0,1,2,...,N-1
[Xpl TN p

where N is the number of atoms in the magnetic cell.
The four-component functionp(g, r) can be obtained fromp(k,, ') by merely using
the Bloch conditions

W(g, v’ + R)) = explik, - R)Y(kp, ). (10)
The basis functions constructed in this manner automatically satisfy the necessary
boundary conditions for a magnetic cell. They are orthonormal by virtue of being

eigenfunctions of the Hermitian operatéi,, therefore the overlapping integrals (6) take
the form

/ W, (g, MY, (g, 7) dr = 8,y (11)

The solutions¥ (q, r) of the Dirac equation (1) for the SDW are represented as a linear
combination ofy, (g, r) with variational parameters,:

W(g.m) =) bul,(q.7) (12)

Since it is the d electrons that are responsible for the formation of AF order in Cr,
it would be reasonable to take into account in equation (12) only the energy bands with
addition of 3d electrons. In view of double degeneracy, the number of such bands is 12
This magnitude will determine the minimum number of basis functions to be allowed for
in expansion (12).
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2.1. Calculation of matrix elemenis,,,,

Our calculations are based on the relativistic version of the KKR method [12] and, as usual,
the potential is believed to havenauffin-tin (MT) form. Then, by virtue of the fact that,
outside the MT spheré/ (r) and AV (r) are equal to zero, angl(q, r) are eigenfunctions

of operatorﬁo, the matrix elements (5) can be written as

Huw (@) = EX@)8un + Huw (q). (13)
Here
At =Y [ Wit @ (av0 £) vl (14)
J Qur

In the relativistic KKR method the trial function inside thigh MT sphere is chosen as
a linear combination of solutions of the Dirac equation in the centre-symmetrical field with
variational coefficient<!} (q):

jn A
) 7)) = ilen k ( é..’lc Elr)(plcu.(r),\ ) 15
U = 210 g, )
Here is a quantum number such that=/ if ¥« > 0, andx = —(I + 1) if ¥ < O;
k = —k andg,, are spherical spinorsg!"(r) and f/"(r) are the solutions of the set of
radial equations
. , — VW _|_
(gl"(r)) = (1 7( )> cfl"(r) — gl"(r)
¢ (16)
(cfl"(r) = f’”(r) [E — V”)(r)]g{"(r)

andc is the velocity of Iight.

As the potentialV (r) is identical for all the atoms in the magnetic cell, the functions
g¢(r) and f,(r) do not depend on the atom number and may be calculated only once for
eachk. In what follows the indexj on the functiong” () and f7 (r) will be dropped.

Substituting (15) into (14) yields the following explicit expression oy, (q):

Hu(g) =YY Cln@cl (q)[
J KL

rs.
‘S/

/rzgf(r) AVj(r) g,’(‘/(r) dri|

0

rs.
Sj

/ r2f2r) AV (r) £ (r) dr

0

21
2k +1

rs.
5

—CIY L (@Cl (@) [ﬂ / r2 LAV £ () dr]
0

r
5

+Cl 1,L(q)C-K"Z/(q)[ﬁ+ / 2gn_J(NAV;(r) gl () dr] (17)

0

g2 /c—i—u:t% K—[,L:l:%
2c+1 2 +1

Here
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andrg; is the radius of thgith MT sphere.

Thus the matrix elements,,, (¢) include four terms, the first two terms involving the
solutions of the set of radial equations (16) with the same value dfhe last term relates
the states with different values efand —« — 1, and the same value of the orbital number
[. As to the third term, it mixes the statesand —« + 1 corresponding td and/ + 2,
respectively. Note that also in the standard spin-polarized KKR method the set of radial
equations involves a term relatirigand/ + 2 which is neglected [11, 13]. Unlike those
papers, we need not do this.

Since in the relativistic KKR method the wavefunctions are defined only inside the MT
sphere, difficulties emerge in calculating integrals (11). In this work, when normalizing
the wavefunctions, the following relations have been used to define the normalized KKR
coefficientsC/), (q) [14]:

il —— (Jo' (82 + £2r dr) ltil? 18
LT AN JIE S (L . Vot N2
Js { OlV(r) |:8K]l+fKC” (Jl +r:/E»sz)i|r dr}

Herel; andy; ., are theith eigenvalue and the corresponding eigenvectors of the standard
KKR dispersive matrixrs is the radius of the MT sphere, aridand j; are Bessel functions
and their derivatives l(x)/dx, respectively. In deriving relation (18) in [14], the radial
functionsg,, f. and the functionsp, were assumed to be normalized to unity in the MT
sphere and the unit cell, respectively.

Up to this point we have not used the explicit form of the spin-polarizing exchange
potential AV;(r). From here onAV;(r) will be assumed to vary in the magnetic cell as

AV;(r) = Av(r) co9Q - R;) (19)
Av(r) being site independent.

3. Computational results

In order to verify whether our technique works well, we have calculated the electronic
structure of AF Cr forQ = (2/7)(0, 1, 0). As mentioned above, in this case the unit cell
contains two atoms with coordinatd®; = (¢/2)(0,0,0) and R; = (a/2)(1,1,1), and

the magnetic moments equal in magnitude but opposite in direction. As a consequence, at
different lattice sites, the spin-polarizing part of potential (19) differs only in sign.

The accuracy of the technique was tested by comparing the energy eigenvalues with
those obtained within the spin-polarized relativistic KKR (SPRKKR) method. We used this
method in [6] to calculate the electronic structure of AF Cr. In the present calculation the
potentialsV (r) and AV (r) are identical with those of [6].

The wavefunctions of equation (2) corresponding to the first 12 energy levels of the
valence band were used as basis functions (12). As each energy level of hon-magnetic Cr
is doubly degenerate, the total number of terms in expansion (12) is 24.

The results of calculations for the poirts((27/a)(0, 0, 0)) and X (27 /a)(0, 0.5, 0))
of the Brillouin zone are listed in table 1. It can be seen that the energy eigenvalues
differ, on the average, by & 1074 Ryd between the two calculations. Such an accuracy
is quite sufficient for most applications. The qualitative picture of the electron spectrum
is in complete agreement with our previous SPRKKR calculation. In particular, taking
into consideration the relativistic effects results in additional lowering of symmetry and
consequently in anisotropy of the electron spectrum for the [010] and [001] directions of
the Brillouin zone. Although the difference between the energies of these directions is small
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(~0.05 mRyd), our calculation of the density of states and optical conductivity for Cr [6]
has shown the contribution of the relativistic effects to the integral characteristics to be
noticeable, in spite of their smallness.

Table 1. Electron spectrum of AF Cr at poini3 and X forQ = (27 /a)(0, 1, 0) (as compared
with the SPRKKR method).

E, (Ryd)
PointT’ Point X
Bandn  Present calculation SPRKKR [6] Present calculation = SPRKKR [6]
1 0.0924 0.0924 0.3912 0.3911
2 0.4062 0.4061 0.3968 0.3968
3 0.4063 0.4061 0.5587 0.5582
4 0.6429 0.6427 0.6173 0.6172
5 0.6431 0.6429 0.6565 0.6558
6 0.6469 0.6467 0.6567 0.6558
7 0.7860 0.7853 0.7193 0.7192
8 0.7860 0.7853 0.7196 0.7194
9 0.8871 0.8869 0.8025 0.8025
10 0.8872 0.8870 0.8395 0.8395
11 0.8921 0.8919 0.9005 0.9006

To emphasize the fundamental importance of such anisotropy we have performed a
model calculation of the electron structure of AF Cr for two types of unit cell extended
along the axeg and Z, which corresponded to the longitudin&) (= 27 /a(0, 0, 1 — §))
spin-density wave (SD\Y and transversed = (27/a)(0, 1 — 8, 0)) spin-density wave
SDW,), respectively. Recall that the magnetic moment of the system Zvalirected.
Additionally, we have varied the number of atoms per unit call:= 2, 4, 8, 20 and 40,
which corresponded t& = 0, 0.5, 0.25, 0.1 and 0.05, respectively. In all instances the same
values ofV(r) and Avu(r) were used. The spin-polarizing exchange part of the potential
AV (r) for different atoms of the unit cell was defined according to (19). The number of
terms in expansion (12) is N2

Since the calculation was not self-consistent and a model potential was used, we have
calculated only the band contribution to the total energy

EF

Ep = / EN(E)dE. (20)

When calculating the densitiy (E) of states, integration over the Brillouin zone was
performed by the tetrahedron method.

Figure 1 plots the differencAEgy = Eg, — Ep in band energy between SDWand
SDW, as a function of the number of atoms in the unit cell. As can be seen, in all variants
the magnitude of; is smaller for the SDWV.

Although in the relativistic calculation the difference between the band energies of
different SDW polarizations is insignificant, being actually at the limit of accuracy of
our calculation, we can state with a fair degree of assurance that taking into account
the relativistic effects in AF Cr results in the fact that the Spwhd SDW, become
energetically non-equivalent.

In the non-relativistic limit (at = 10?%) the band contribution to the total energy does
not depend on the SDW polarization. This is apparent from table 2 in which the numerical
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Figure 1. The differenceAEg = Ep, — Ep| in band energy (per atom) between the SDW
and the SDW as a function of the number of atoms in the unit cell.

values of Ep for a four-atom unit cell are listed. The table also gives the values of the
Fermi energyEr and the densityV (Er) of states at the Fermi level.

Table 2. Values of Fermi energyr, density Ng,. of states and band contributidfiz to the
total energy for the SD\Wand the SDW até = 0.5 (four-atom cell). The magnetic moment
is Oz-directed.

Relativistic calculation Non-relativistic calculation

SDW, SDW, SDW, SDW,

Er (Ryd) 0.71032 0.71030 0.71656  0.71656
N(EF) (percel) 9.41893 9.36621 10.5092  10.5092
Eg (Ryd) 12.7067 12.7064 12.8857 12.8857

In our opinion the spin-flip (SF) phase transition occurring in AF Cr may be connected
with the electron spectrum anisotropy. This transition, observed in AF Cr at 118 K, manifests
itself in the fact that the longitudinal polarization of the SDW changes to the transverse
polarization. From the standpoint of electronic structure, the nature of this SF transition in
chromium is still unclear. Moreover, this transition is unlikely to be explained within the
framework of non-relativistic treatment, the nonrelativistic electron spectra being identical
for the SDW and SDW, .

Obviously, to discuss the possibility of such a phase transition one should at least carry
out a fully self-consistent calculation for different lattice constants.

4. Conclusion

Although in this paper we have used the relativistic KKR wavefunctions as basis functions,
the present approach may be easily realized within any existing method for calculating
the electron states. This will allow the electronic properties of materials with a complex
magnetic structure to be readily calculated without loss of accuracy. The present technique,



10608 V Yu Trubitsin ad V P Shirokovskii

being most efficient for SDW-type systems, can also be used for helical magnetic structures.
In the latter case, however, the spin-polarizing part of potential (19) should be appropriately
redefined. The calculation of various matrix elements of the type

Aij = / Ut AW dr (21)

is also simplified since these elements are expressed in terms of the sum of matrix elements
calculated for trial functions, which generally is much simpler.
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