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Abstract. A molecular dynamics (MD) approach to magnetic alloys with complex magnetic
structures is proposed on the basis of the temperature control MD method and the functional
integral technique. The theory allows us to determine automatically the magnetic structure of
a large system with a few hundred atoms in a unit cell. Numerical calculationg-FeMn

alloys have been performed using 108 atoms in a unit cell. It is demonstrateg-thei¥in

alloys form various complex magnetic structures due to competing interactions: the ‘first-kind’
antiferromagnetic structure for less than 20 at.% Fe, the helix-like structure for 20 at.% Fe,
noncollinear structures between 30 and 60 at.% Fe, the collinear-like structure for 65 at.% Fe,
noncollinear structures between 70 and 80 at.% Fe, collinear structures between 85 and 95 at.%
Fe, and the helical structure for-Fe. The average magnetic moments calculated from these
structures are shown to explain the concentration dependence—in particular, the existence of
the peculiar minimum of the average magnetic moment at 50 at.% Fe.

1. Introduction

In the last half century, a large number of investigations have been carried out, and notable
progress in the theory has been made as regards the electronic structure and magnetic
properties of 3d transition metals and alloys. For example, the development of first-
principles theories enabled us to calculate quantitatively the ground-state magnetization
of Fe, Co, Ni, and their compounds [1]. The coherent potential approximation (CPA)
theory [2] explained the basic aspects of the Slater—Pauling curves for the ferromagnetic 3d
transition metal alloys [3]. Recent finite-temperature theories [4-8] using the CPA clarified
the magnetic properties of transition metals and alloys at finite temperatures.

Very little progress in the theory, on the other hand, has been achieved as regards
achieving an understanding of the magnetic structures and properties of 3d elements and
their alloys with nearly half-filled bands such as Cr, Mnfe, and their alloys, since they
show complexity in the magnetic structures and anomalies due to competing interactions.

The investigations using the band theories to explain the complex magnetic structures
have been based on a simple energy comparison among several possible magnetic structures,
or the minimization of the free energy with respect to the order parameters found from
experiments, or susceptibility analysis for the magnetic instability against fluctuations around
the nonmagnetic state. Although they are useful for finding the electronic origin of the
stability of the magnetic structures, they are not suitable for determining complex magnetic
structures, since these methods do not guarantee global minima of the systems. This is a
serious drawback for the systems in which there are many local minima in the free energy due
to competing interactions. We therefore recently developed a molecular dynamics method
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for itinerant-electron systems with competing magnetic interactions [9] on the basis of the
functional integral method [4-8, 10] and the MD method [11, 12]. The theory allows us to
determine automatically the global minimum of the free energy in the systems with large
unit cells, and hence the complex magnetic structure of the systems. Moreover, it describes
the second-order phase transition with increasing temperature due to the self-consistent
determination of the effective medium.

We have demonstrated in our previous paper [9] the existence of a variety of complex
magnetic structures in the fcc transition metals with d-electron numbers in the range between
6.0 and 70, where the ferromagnetic and antiferromagnetic interactions are expected to
compete with each other. We obtained the ‘first-kind’ antiferromagnetic (AFI) structure
for y-Mn with a magnetic moment.Bug, and the helical spin structure for-Fe with a
magnetic moment.@5ug and the wave vecto® = (0, 1/3,2/3) 27 /a using 108 atoms
in a unit cell; these results are consistent with those from experiments although the wave
vector is somewhat different from the experimental o@e= (0, 0.1, 1) 2 /a [13]. (Here
a is a lattice parameter.) The rigid-band calculations of the average magnetic moment
explained the concentration dependence in disordgredMn alloys up to 50 at.% Fe, but
failed to explain the peculiar minimum at 50 at.% Fe and the behaviours beyond it. This
suggests that extension of the theory to the disordered magnetic alloys is essential, even for
a qualitative explanation of the magnetic properties.

In this paper, we extend our MD approach to the random magnetic alloys, and apply
the theory to the disorderegd-FeMn alloys. They-FeMn alloys are well known to show
complex magnetic structures in the concentrated region due to competing magnetic inter-
actions and random atomic configuration. Neutron experiments [14] led to reports that
there are three different types of spin structure for the alloys: (1) thn type for conc-
entration up to 30 at.% Fe; (2) the noncollinear spin arrangement for the concentration
range between 35 and 75 at.% Fe; and (3)jtHiee type beyond 80 at.% Fe. In particular,

a noncollinear structure called a multiple-spin-density wave with the three wave vectors
Q = (1,0,0)27/a, (0,1,0) 27 /a, and (0,0, 1) 27/a was proposed to exist at around
50 at.% Fe [14, 15], while collinear magnetic structure was reported for a single crystal of
y-Fe;6Mns4 alloy in inelastic neutron scattering experiments [16, 17].

The first theoretical investigation fogr-FeMn alloys was carried out by Asano and
Yamashita [18]. They explained the monotonic decrease of the average magnetic moment
up to 50 at.% Fe within a rigid-band calculation assuming AFI structure, and obtained the
density of states (DOS) gf-Mn showing bonding and antibonding due to local exchange
splitting as well as the DOS having the gap-like dip near the Fermi leve) fBesoMnsg
alloy. The rigid-band calculation, however, did not explain the minimum of the average
magnetic moment at 50 at.% Fe and the rapid increase of the moment beyond 50 at.% Fe.
Kubleret al [19] and Fujii et al [20] have performed total-energy band calculations)fer
FesoMnsg alloys assuming the CuAu-type crystal structure and a few possible noncollinear
magnetic structures, but their calculations did not yield the tld)espin-density wave
proposed on the basis of the experimentsissSand Krey [21] made calculations for the
orderedy-FeMn alloys with the collinear spin structure. They failed to obtain convergence
in their self-consistent equations, and therefore also failed to obtain the magnetic structure.

The MD approach can determine the most stable structure among all of the possible
magnetic structures in a large unit cell at finite temperatures. Therefore, the present approach
possesses more possibilities for detailed investigations of magnetic structureBein
alloys than the previous calculations. In particular, the approach to the substitutional alloys
is more reliable as compared with that to the pure metals even if the size of the MD unit cell
is not large, since the random potentials cause damping of long-range magnetic interactions
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and the random atomic configuration generally suppresses the spin frustrations.

The organization of this paper is as follows. We formulate the theory in section 2. We
derive in subsection.2 the free energy and related thermodynamic quantities on the basis of
the functional integral method. Locally rotated coordinates will be introduced so that the free
energy reduces to the generalized Hartree—Fock approximation at the ground state, which is
suitable for the description of the noncollinear magnetic structures. In subseciowe
present the molecular dynamics method for the random magnetic alloys, and the method of
electronic structure calculations for the magnetic force. In section 3, we present the results
of the numerical calculations for the magnetic structures and magnetic momenSadfin
alloys. Various noncollinear structures are found beyond 20 at.% Fe. An interpretation of
the stability of the structures is given on the basis of the calculated DOS. The results of
calculations of the average magnetic moment are shown to explain the experimental data
well except those for a narrow region around 70 at.% of Fe. A summary of this paper is
given in the last section.

2. Formulation

2.1. The functional integral method

We adopt the following tight-binding d-band Hamiltonian with intra-atomic Coulomb
interactions describing the magnetism in transition metal alloys:

H = Hy+ H; D)
HO = Zeloniva + Z tiU_iU/a[:i-\)g'ajU/O' (2)
ivo ivjy'o
1 2 2
H1=ZZUini —ZJ,»S,.. (3)

Heree? andt;,;,» are the atomic level at siteand the transfer integral for the orbitalsit site
i andv’ at sitej, respectively.U; (J;) denotes the intra-atomic Coulomb (exchange) integral
at sitei. nj, = afwam is the number operator for the electrons at gjtevith orbital v
and spino, anda/ (aivs) is the creation (annihilation) operator for an electron with spin

1vo
o and orbitalv at sitei. n; and S; in the interaction partd; denote the charge and spin
densities at sité, which are defined by; = )" n, andS; =3 . ajm(a)wra,-wr/Z,
respectively.
To derive an expression for the free energy from the partition function which reduces to
the generalized Hartree—Fock approximation at the ground state, we introduce locally rotated
coordinates at each site, and rewrite the interaction Hamiltonian by means of operators

{n;v, mive} ON the rotated coordinates as follows:

1 A2 1 'n A
H| = 3 Z(Ui + 3Jp)n;, + Z Z UiZ iyl
1A% 1 vy
1 N 1 / o
- § Z(Ul + 3Ji)l’l’l[21,Z - Z Z JtZ Zmiuamiw(x~ (4)
Here i, = ), al Aive AN Hlje = Y 0 &jw (00)oo'dive’- The creation(fﬁ

S v , (o . ivo) AN
annihilation (a;,,) operators for an electron with spin are quantized along the-axis
of the rotated coordinates at siteand are given by

&;rva = Zajuo"DO',G' (R:) (5)
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&iva = Zaiva’Dj;g/(Ri) (6)

where D, (R;) denotes a rotation matrix for a spin at site

The functional integral method provides us with an approximate calculation scheme
for the partition function describing the spin fluctuations at finite temperatures. We apply
the method to the Hamiltonian in terms of the rotated coordinates. The method trans-
forms the interacting Hamiltonian into the one-electron Hamiltonian with time-dependent
random charge and exchange fields (), &;,(r)} by adopting the Hubbard—Stratonovich
transformation [22, 23]:

N D 1/2x.y.z D 1/2
eﬁmﬁmr:lj1<iingmAJ [](iingasg) }/[r]rpmw@)dgxn}

i=1 i=lv=
At
X exp[ - T Z<§1V(T)szv é‘lv (T) + Z %_zva(T)B,w ézv’a(f))
+ % ;(lgzv(f)Atvv Ny (T) + thva(f)Blw miv/a(r)>i| (7)
Aivu’ = }(Uz + 3-’[)&}1}’ + Uz(l - 8!}1}’) (8)
BY, = J (1—8,) (@=x,y) ©)
B, = E(Ui + 378 + J;(L—6,y). (10)

Here g is the inverse temperature defined By'. H;(r) denotes the Hamiltonia#l; in
the interaction representation aid is an infinitesimal time intervalN (D) denotes the
number of sites (orbital degeneracy), and gletienotes the determinant of matui,,,. for
orbital indices.

The partition function is then written as

N D
Z= /[HH%V(T)5§iu(r)}Z°(£(r),g(r))

i=1v=1

X exp|:—— Zf dr (Clv(T)va é-zv (T) + Z%—wa(f)B,w Szv’a(r))i|

vy’

1)
B
22w, con =Tr [ Tex - [ e, e )| 12

1
H(z, &(1), £(1)) = Ko(r) = 3 ;Q;v(rm,wnw (1) + Zs,m(r)B,w/mMr)). (13)
Here7 in equation (12) denotes the time order product. The oper&dn equation (13)
is defined byHy — uN,, n© and N, being the chemical potential and the total number of
electrons, respectively. The functional integﬁ[—[f:légv(r)] in equation (11) is defined

as
AT)P detA; \ Y2 2 D
/ H[(( T(Ln)ﬁ ) ]"[dz,-vm)] - / [Ha‘mf)} (14)
v=1 v=1

where the imaginary time is divided intoN’ points in the range [(8], and z,, stands for
the nth point.
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The functional integral method describes the basic behaviours of the spin fluctuations in
the limits of strong and weak Coulomb interaction within the static approximation [7] which
neglects the time dependence of the fictitious fields. By neglecting the transverse static spin
fluctuations in the rotated coordinates, we can express the partition function in the static
approximation as integrals over spatially fluctuating fielgds&;}, which are conjugate to
the charge-density operatdy and spin-density operatd.:

N 7\ 1/2 =N 1/2
) — ﬁ . & . —BHs(6e,—i¢)
Z({e)) = f 11[( 4n) dg; ( = ) dg; ]Tr(e )
x exp[—%ﬁ Z(U,-chr i,-sf)] (15)

1.~ 1 -
Hg(ée, ¢) = Z(f,-o -+ EUi§i>nim 5 Z Ji&ei-m; + Z tivjv/a;ruaajv’a- (16)

ivo ivjv'o

The field variableg; andé&; are defined by

1 P&

G = —/ D (1) dr (17)
‘8 0 y=1
1 (P&

E=2 f D Ene(r) dr (18)
ﬁ 0 -1

and the effective Coulomb and exchange energy parameters are defined as

- 1 3

- 1 1

= U, 14+ —|J. 20

J, 2DU +[ + ZD] Ji (20)

The unit vectore; in equation (16) denotes the direction of the rotateakis at sitei.

The partition function does not satisfy rotational invariance since we neglected the
transverse spin fluctuations in the rotated coordinates. Therefore we awiagp over
all of the directions(e;}, and obtain the free energy as follows:

N =\ 12
_ BJi _
ra= 7 [ [U( ) e e @

E€) = —p~ InTr(e #&0) — %Z(U,»;f — Jigp). (22)

Here t; = (4m)~1sing; d; dg; and¢; = & e;. We adopted the saddle-point approximation
for the charge fields irHg, so¢; (&) satisfies the conditioAE /d¢; = O:

Tr(nie—ﬂHst<€a§))
§i(8) = (nido = im0y

where(n;)o denotes the thermal average with respedttp It should be noted that the free
energy (21) reduces to that of the generalized Hartree—Fock approximation at the ground
state.

We introduce here, according to Hubbard [4], the charge potenti@l) defined as

(23)

1 -
w;(§) = EU(Ci © - ). (24)
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Here ¢? is a constant. The saddle-point conditidf /3¢; = O reduces tdE/dw; = 0,
which leads to the condition

2
o = to({e] = = w;©)}) - Zwi(®). (3)

We choose;? such that{w; (€)} vanish atT' = 0: ¢° = (n;)o({€? — u}).

In the strong¥ limit, the charge-neutrality conditiogl,.0 = n; can be satisfied at each
site, wheren; on the right-hand side denotes the average electron number of the pure metal
for the atom at sité. Therefore equatio25) for determining the charge potential reduces
to the following equation in the strong-limit:

ni = (ni)o({e) — u — w;j(©}). (26)

The energyE (§) in equation (22) then reduces to

1 1.
E¢ = [d ZImTrin(L™t =) =) nw; ~Jig? 27
© f o f (@)~ Im Trin( ) an(€)+Z4JE, (27)
. 1.
(Lil)ivajv’cr’ = ((,() +18 — g? +u—w; (6))8“8\)1/500’ + E-]igi : (a-)aa’sij(svv’ (28)
where f (w) is the Fermi distribution function and the constant term has been dropped.
Using the expression for the free energy given as equation (21), various thermodynamic

guantities can be calculated. The local magnetic moment (LM) is expressed in a semi-
classical form as

(i) = <<1+ é)s> (29)

The local charge fluctuation®?) and the amplitude of the LMs at siteare given by

2y _ . _i Z_L 2 _i
2y _a. 3 5 1 2y 2
(m?) = 3n; 2D n,--i-(l—i——z )((Si) —’le> (31)

The averagdé~) on the right-hand side of the above equations is defined by

(e[l e

V() =E®©)+ ZTZIn £. (33)

Note that we adopted spherical coordinates in the above average,

It is noted that the disorder of the LMs originates from the spatial fluctuations of the
atomic Ievel{eio} and the transfer integralg;,;.-} in the substitutional binary alloys. The
off-diagonal disorder associated with the transfer integral is important when the relative
bandwidths of the constituent atoms A and B are considerably different. We consider in the
following a geometrical-mean model for the transfer integrals.

If the constituent metals A and B have similar energy bands, one can write the transfer
integralt;,;, as

Livjy = }";Lklo ry (34)

ivjv'
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wheretiovjv, represents the transfer integral of pure metal B, which is expressed as a linear

combination of the Slater—Koster parameters for the B atom28dddz B8 and dd®E. The
parametetr; | is defined as

(ddm)**
Ira| = (ddm)® (35)
which depends on the typeof the atom at sité. If site i is occupied by an A atonir; |2
is the ratio of the bandwidth of pure metal A to that of metal B; otherwise, it is 1.

The single-site approximation (SSA) [4-8] provides us with the simplest scheme for
evaluating the thermal average of LM (29) at finite temperatures. The LM at site
regarded as an impurity in an effective medidip!, so the average LM and its amplitude
for atoma are expressed as

_ A 4 CBE(©)
[<mk>]c—(/(g) o & (1+m§2)£e )
(e’

3 1 2
2 _ 2 e 2 _ =
R a R | (GUS) @7
where [ | represents the configurational average over sites.
1 ) 1.
Ei©) = [ do f@)Im Y drindetr+i8.£.6) — mun(© + 28 (38)
r
. Al _ 1 _ _ a1

detr( +18, &, 6%) = (Ly = L7+ Fr)(Lyy — L7704 Fr)) — Il ™ /76t (39)
~_ _ . 1 -

anl:|rk| 2<U)+|8_EO+M_U)A(€)+EJASZG)' (40)

Here we have adopted a site-independent effective medium. The quadtitied &,
represent an infinitesimal positive number and the transverse component of the field variable
respectively.dr is the number of orbitals belonging to the same irreducible representation
I of the point symmetry in the crystal.

The diagonal coherent Green functiéhp, in equation (39) is given by

FFU = [(‘C_l - to)_l]il"vail"vc = ?ff—)% (41)
: 1

Here we assumed that all of the sites on the Bravais lattice are equivalent to each other.
or(¢€) is the noninteracting DOS for an orbital belonging to the irreducible representation
" for the pure metal B.

The magnetization and the average amplitude of LM at the concentiajipare given
by

[(m)le =) c:lima)le (42)
A
[(m?)]. =) c:lim?)]e. (43)
A
The charge potentiale, (§) are calculated from the charge-neutrality condition (26):

-1 .
n; =fdw f(a))%lm ;erm(wwa,g,gf,tl). (44)
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Here Gr, (0 + 13, &, gf, L£~1) is the impurity Green function defined as

. . DY [1/@Ir %) 7282  \7°
G g(w+|5,s,sz,£1)=|rl2<L3—£§+F£— < :
Al 79S| A A A r (L;Eg . [f:i + Frila)

(45)

The effective mediumZ;(z) is determined self-consistently [2] via the following CPA
equation:

d 1 e . )
CABF Z §(1+ 1 [E;%Z;)]l/Z) |")L|2qu(a) +13, q[<§)?z> é/z’ [@)i)]m L l)
rz/lc

Al g==%1

dr
= —Ir,. 4
Xr: D' (46)

Here the quantities(§; )], [(gfz)]c, and (£2, )] are determined self-consistently.

The single-site theory at finite temperatures is useful for the description of systems with
simple magnetic structures. For complex magnetic structure one has to introduce a site-
dependent effective medium in the theory. The determination of the effective medium,
however, would be difficult due to the lack of information about the direction of the
polarization at each site. To avoid this difficulty and to treat the problem more exactly, we
apply the molecular dynamics (MD) method to substitutional magnetic alloys with complex
magnetic structures in the following section.

2.2. Applying the molecular dynamics method to substitutional magnetic alloys

The thermal average of the LM in equation (29) has a semi-classical form described by a
potential energy? (£). In order to determine the magnetic structures of the alloys, we adopt
the temperature control MD method with an extended system [11, 12], assuming ergodicity
of the system, and calculate the thermal averages of LM (29) by means of time averaging
of the fictitious LM &; (¢):

1 [ 4
fo—>co fo Jo BJiES ()
The equations of motion leading to the classical ensemble describgd§)yare given by
zjot = Pia (48)
HLM
0w (&)
ic — — — la Pia 49
og, P (49)
. 1 p2 )
o = — 1 _NT|. 50
! 0 (X,: HLm (50)

Here p,, is the momentum conjugate to the fictitious LK, at sitei, and n, is a
thermodynamic friction coefficientu m and Q are the effective-mass parameters for the
LM at sitei and the thermal variable, respectively.N in equation (50) is the number of
LMs in the system.

We introduced three independent variabigsinstead of a uniform friction coefficient
n in the above equations, so that the ergodic assumption is not violated even when the MD
method is applied to the impurity problem.
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The first term of equation (49) represents the magnetic force given by

v 1. 2T &;q

8&'& - 2Jl(<m1a>0 Sla) %_iz .
Here (m;,)o is the average magnetic moment at sitevith respect to the one-electron
Hamiltonian in random exchange fields. Note that equation (51) yields the generalized
Hartree—Fock equatiodW (£)/9&, = 0 at T = 0. The second term in equation (49)
describes the effect of the heat bath used to keep the temperature constant by changing the
coefficientn, according to equation (50).

The average magnetic moment;, )o in equation (51) is written as the imaginary part
of the Green function:

-1
(mia>0 = /dw f(w)(]T_)ImZ(UaG)ivaiva (52)

(51)

where
G=(L1-n"1t (53)

The productso,G);,sives iN equation (52) are expressed by means of the diagonal Green
functions in the representation which diagonalizes the Pauli spin matrix = x, y, z):

Y@ Givaive = Givtivt = Gizine (54)
Y (@ Givaive = Ginaina — Givaiva (55)
Y (©:Givoive = Givpivt = Givginy. (56)
Here '
ivD) = —=(livt) + iv4)) (57)
V2
jiv2) = %(M) —livi)) (58)
jiv3) = %(M) +iliv)) (59)
jivd) = %Zuim —ilivi). (60)

The diagonal Green functio ;.. (¢ = 1-4,1,]) can be calculated using the
recursion method [24, 25], and is expressed as a continued fraction as follows:

1

Giuaiurx =

|blivoz(€)|2
|b2iva (€)1

w+i8 — aliva(g) -

o+ is — a2ivot(£) -

. 1511100 (§)
U w+i8 — e (&) — Tiive
(61)
Here a;;, (&) and by, (&) are the recursion coefficients of thith order. T, is the
terminator at théth level.
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At the present stage, we can treat a few hundred atoms at maximum in our MD method
due to the limited memory and computing time of our computer. We therefore extend the
system by adopting periodic boundary conditions and perform the MD simulatioty for
atoms in a cubic unit cell. For random alloys, we determine the random atomic configuration
in the unit cell as follows to realize an alloy with a given concentratjoand a given atomic
short-range-order parameteiro, Which is defined by

p™ = ca + cBTsRo (62)

Here p™ denotes the probability of finding an A atom as the nearest neighbour of another
A atom.

We first create an A or B atom at each site with the probabilityor cg using random
numbers. Next, we replace an A atom kwia B atom (0 a B atom with an A atom) at
randomly chosen sites until the given concentrati@nis realized. Third, we calculate
the probability pA* = }",_, Naa(i)/Naz, i.e. the probability of finding an A atom at the
neighbouring site of another A atom for the atomic configuration produced above. Here
Naa (i) denotes the number of A atoms at the nearest-neighbour sites of the A atom at site
i, z is the number of nearest-neighbour sites, aidis the total number of A atoms among
N atoms in the unit cell. If the probabilitg”* is smaller (larger) thap”*, we exchange
the A atom with the B atom in a randomly chosen A-B pair, and accept the exchange if
the new p** is larger (smaller) than the old one. We obtain the alloy by repeating the
procedure unti| 5 — pAA| < e (=2/Nz) is satisfied.

We can allocate the atomic and exchange potentfads i — w; (€) and—J& -0/2 as
well as the transfer integrals given by (34) on the Bravais lattice according to the atomic
configuration determined above. Therefore we can calculate the Green function (61) by
using the recursion method at each MD step.

The periodicity of the LMs in the MD approach causes artificial magnetic forces
due to self-interactions and double-counting interactions via the recursion coefficients in
equation (61) due to the existence of equivalent LMs in different unit cells. This difficulty
may be removed by replacing the terminator with an effective one at the |étlvestursion
level, where the artificial interactions appear first due to the periodic boundary conditions;
we replace there the terminat@y;,, with the terminator of the coherent Green function
[(£71 = 19 YNivwive/I7i1? by making the following approximation:

Tiiva ~ 173 °T puq- (63)
Here7;,, is the terminator of théth level obtained from the coherent Green function (41).
The actual calculations dfj,, for « = 1-4 are time consuming because the recursion

coefficients depend on the energy due to the off-diagonal elements in spin space. We
therefore adopt the following simpler expression é&o& 1-4:

(h — Ap)?
Tive =11y + —ﬁ_l _ 7;” . (64)
Here
1
,Z;U = E(Z\;T + 7;1)¢) (65)
1
All) - E(,Z;VT - Zvl) (66)
. 1
-1 _ -1 -1
L7 = St 4+ LY (67)
.1
h= E(/:;1 - L. (68)
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The above relation fof;,,, is reasonable fot = 1 in the polarized medium and for 4dll
in the nonpolarized medium. The effective medidip® is determined by solving the CPA
equation.

We approximate the charge potential by the single-site one for brevity, and transform
equation (44) into the equation of motion for the charge potentjigf) as follows:

. C)»at(gi)pia
= 69
v Xa: MM ( )
where
J; (—1)
Cra(&) = 232(5) / do f(@)— ImZFdeGm,(Gm +Giry) (70)

B (5):/dw f(w)(_—l)lmZd Gire? + <L>2 (71)
A - 2 r | Giroe 20, |4 dety .

Note that the initial valuesw; (¢;(0))} should satisfy equation (44).

In summary, the self-consistent MD method for substitutional magnetic alloys is realized
by taking the following steps. First, we determine the random atomic configuration for the
alloys and adopt the bandwidths of the pure metals to calculate the off-diagonal fagtors
using equation (35). Second, we také[)]c, [<§fz)]c, [(sﬁ)]c, and the charge potentials
wy (&) for & = +[(E2) &%, €2 = [(£2))]c, within the single-site approximation, and solve
the CPA equation (46) for the effective mediutg!. Then we calculate the coherent Green
function Fr, and the effective terminators,, from the effective medium. Next, we solve
the equations of motion of LMs (48)—(50) in the course of which we calculate the magnetic
force (51) using the recursion method at each time step. After obtaining the stationary

MD data we again calculatéé.)]c, [(62)]c, [(£2)]c, andw; (€) for & = £[(62)]¢/%, and
£f =€) 2. If the new output values are consistent with the input, we calculate the

magnetic moments of the alloys at finite temperatures using equation (47).

3. Numerical results

We have calculated the magnetic structures and the magnetic moments of disgrdrerieieh
alloys over all concentrations at low temperatures applying the MD approach described
in the last section. We adopted the Slater—Koster parameters used by Pettifor [26] with
the bandwidths @90 Ryd fory-Fe and 0443 Ryd fory-Mn [1]. The exchange energy
parameters are chosen to h8&b Ryd [27] and W60 Ryd [28], and the d-electron numbers
are 7.0 and 6.25 fop-Fe andy-Mn, respectively. The effective medium was not determined
self-consistently in the present calculations; we adopted the medium obtained by using
the single-site approximation over all concentrations for brevity. Moreover, we adopted
N = 108 atoms per MD unit cell (a 8 3 x 3 fcc lattice).

In the numerical integrations for equations (48)—(50) and (69) we used the Runge—Kutta
method to the fourth order. The size of the time step was chosetr as0.017 . Here
Tim represents a characteristic time of fluctuations for LMs defined by

2um )1/2

_— (72)
caJa +ceJB

Tim =277<

We adopted the parametgry, = 1 and the parametep obtained from the condition that
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Figure 1. The distribution of local magnetic moments (LMs) fgrFeMn alloys at various
concentrations obtained by the MD approach at 25 K: (a) 10 at.% Fe; (b) 20 at.% Fe; (c) 30 at.%
Fe; (d) 50 at.% Fe; (e) 65 at.% Fe; (f) 80 at.% Fe; and (g) 90 at.% Fe. The symlbold«
represent the Fe LMs and Mn LMs respectively.

the characteristic time of the LM agrees with that of the friction coefficient expressed by

0 1/2
T,7=2n<2N—T> . (73)

It is noted that the initial configuration of;., pi«, o} should have no influence
whatever on the result of the simulation in principle. The following choice of the initial
values, however, may lead to a quick approach to the stationary state, since these values
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Figure 1. (Continued)

are expected to be close to the average value in the stationary state:

(& 2 _
§ia(0) = £ =5 (@=x,Y) (74)
£:(0) = (&.)in £ (2)in — (E1)5)Y? (75)
Pia(0) = £(um T)Y? (76)
T 1/2
ne(0) = i(@) . (77)

Here (£;.)in, (€2)in, and (£, 2)in are the input values for the CPA calculations, and the
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Figure 1. (Continued)

sign + is determined randomly using random numbers. Starting from the random atomic
configuration of LMs mentioned above, we solved the equations of motion (48)—(50) and
(69) typically up to 6000 steps at 25 K for each concentration. The stationary states are
realized after a thousand MD steps in most cases.

3.1. Magnetic structure

Figures 1(a)-1(f) and 2(a)-2(h) show the distributions of magnetic moments and the
magnetic structures calculated at 25 K for various concentrations, respectivkipn. shows
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Figure 1. (Continued)

the first-kind antiferromagnetic structure in agreement with experiments [14, 29]. When Fe
atoms are added tp-Mn, the Fe magnetic moments are arranged without violation of the
AFI structure. The magnitude of the Fe LM is calculated &b5lg in the impurity limit,
which is smaller than the calculated Mn LM:42g. This feature does not change up to
10 at.% Fe as shown in figures 1(a) and 2(a).

The collinear AF structure starts to collapse beyond 10 at.% Fe and changes to a helix-
like structure as shown in figures 1(b) and 2(b), which are obtained at 20 at.% Fe. The
structure obtained at 20 at.% Fe may be regarded as a mixture of two kinds of helical
structure with the wave vectol® = (0,1/3,1) 27r/a and Q' = (0,1/2,1) 27 /a, so the
LMs on the three AF planes remain collinear and those on the other AF planes rotate on the
planes. The helical structure wit) = (0, 1/3, 1) 27 /a was obtained in the earlier rigid-
band calculation for the d-electron numbgr= 6.4, which corresponds to the 20 at.% Fe
alloy [9]. The alloying effect is therefore considered to be partly that of maintaining the
collinear AF planes and partly that of causing the distribution of the directions of the LMs.

The AF planes are almost destroyed at around 30 at.% Fe, and a noncollinear structure
which cannot be expressed in terms of sim@levectors is obtained as shown in figures 1(c)
and 2(c). Although the Mn LMs still have a large val@g5ug) there, the Fe LMs show
a small value(0.5ug). The structure at 40 at.% Fe is also noncollinear, but the Mn LMs
rapidly decrease there and take a small valuBug). At 50 at.% Fe, the magnetic structure
shows a noncollinear structure with large-amplitude fluctuations as well as directional
fluctuations, as shown in figures 1(d) and 2(d). The concentration 50 at.% Fe corresponds
to the average d-electron numbel6B5. The magnetic structure obtained by the rigid-
band calculations for d-electron numbgyr= 6.6 was found to be the helical structure with
amplitude fluctuations from.@5ug to L3ug [9]. The effect of configurational disorder with
competing interactions is therefore to remove the characte€stiector and to enhance the
amplitude fluctuations. The magnetic structure at 60 at.% Fe is still noncollinear as shown
in figure 2(e) though the magnitudes of LMs are enhanced.
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Figure 2. The magnetic structures of-FeMn alloys obtained by the MD method at 25 K:

(a) 10 at.% Fe; (b) 20 at.% Fe; (c) 30 at.% Fe; (d) 50 at.% Fe; (e) 60 at.% Fe; (f) 70 at.% Fe;
(g) 80 at.% Fe; and (h) 90 at.% Fe. The larger and white (smaller and black) spheres represent
the Mn (Fe) atoms. The magnitudes of the LMs are drawn in arbitrary units.

With further increase of the Fe concentration, the magnetic structure becomes collinear-
like at around 65 at.% Fe as shown in figure 1(e), and changes to the noncollinear ones
shown in figure 2(f) for 70 at.% Fe and figures 1(f) and 2(g) for 80 at.% Fe. Between
85 at.% Fe and 95 at.% Fe, the collinear AF structures are stabilized as shown in figures 1(g)
and 2(h) for 90 at.% Fe. The locally ferromagnetic planes are found there, while the LMs
show a large distribution in magnitude (see figure 1(f)). These structures are changed to
the helical structure witl®) = (0, 1/3, 2/3) 27 /a beyond 95 at.% Fe [9].

The calculated magnetic structures mentioned above agree qualitatively with the
experimental results. In fact, Endoh and Ishikawa [14] investigated the magnetic structures
in y-FeMn alloys using the neutron diffraction anddssbauer techniques. They concluded
that there are three different regions in the magnetic structure: the AFI collinear region
between 0 and 30 at.% Fe (corresponding to our results given in figures 1(a) and 2(a)),
the noncollinear region between 35 and 75 at.% Fe (corresponding to our results given
in figures 1(b)-1(d) and 2(b)-2(f)), and the collinear region between 80 and 100 at.%
Fe (corresponding to our results given in figures 1(g) and 2(h)). Using inelastic neutron
scattering, Bisantet al [16, 17] reported that fcc BgMn34 alloy has a collinear magnetic
structure, which may be explained by our result shown in figure 1(e). Tsunoda [13]
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Figure 2. (Continued)

investigated the cubig-Fego Co, (x < 4) alloys precipitated in Cu, and suggested
thaty-Fe should have the helical structure with= (0, 0.1, 1) 27 /a, which is qualitatively
in agreement with our result [9].

There are some disagreements as regards the detailed magnetic structures between theory
and experiment. For example, the calculated magnetic structure at 50 at.% Fe is a turbulent
noncollinear magnetic structure as shown in figures 1(d) and 2(d), whi@ spi-density
wave with the wave vectordl, 0, 0) 2 /a, (0, 1, 0) 27 /a, and(0, 0, 1) 27 /a was suggested
on the basis of a neutron experiment by Endoh and Ishikawa [14]. Moreover, f@p-the
vector iny-Fe there is a considerable difference between our result and experiment. The
effect of considering a more detailed electronic structure, the size effect of the MD unit
cell, and the effect of spin—orbit interaction need to be examined in future investigations to
resolve the disagreements.

The DOS fory-Mn with AFI structure is characterized by bonding and antibonding
peaks due to the local exchange splitting, which generally stabilizes the structure in the
systems with nearly half-filled bands [18]. This feature persists in the DOS at 10 and
20 at.% Fe as shown in figures 3(a) and 3(b). The small dip near the Fermi level as well
as the bonding—antibonding structure seem to stabilize the magnetic structures in Mn-rich
alloys. The DOS above 50 at.% Fe are characterized by the deep valley at the Fermi level
in the magnetic state and a sharp peak at the Fermi level in the nonmagnetic state as shown
in figures 3(c) and 3(d) for the concentrations 50 and 60 at.% Fe respectively. This feature
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Figure 2. (Continued)

stabilizes the structures obtained in our calculations. In particular, the associated kinetic
energy gain seems to become a maximum at 60 at.% Fe since the Fermi level lies just at
the sharp nonmagnetic peak at this concentration and the DOS in the magnetic state creates
a deeper valley. It may also explain the enhancement of the average magnetic moments at
60 at.% Fe.

3.2. Magnetic moments

Various calculated magnetic moments are presented in figure 4 together with the
experimental data [14]. When Fe atoms are addeg-Mn, the average magnetic moment
decreases linearly from.2ug according to the simple dilution line up to 30 at.% Fe. The
calculated Fe LM is B5ug in the impurity limit. It remains constant up to 20 at.% Fe
and starts to decrease rapidly beyond 20 at.% Fe, while that of Mn is almost constant up to
30 at.% Fe.

The calculated average magnetic moment versus concentration curve explains the
experimental curve up to 50 at.% Fe. The rigid-band calculation led to a similar conc-
entration dependence up to 50 at.% Fe, but it failed to explain the minimum at 50 at.%
Fe and the behaviour beyond 50 at.% Fe [9, 18]. The present result shows a minimum at
50 at.% Fe in agreement with the experimental data, and increases at 60 at.% Fe. The Fermi
level there lies just at the peak of the nonmagnetic DOS. The enhancement of the average
magnetic moment can be attributed to a large kinetic energy gain due to the change of the
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Figure 2. (Continued)

peak to a dip at the Fermi level upon polarization, as was mentioned in the last subsection.
The average magnetic moment does not show a strong concentration dependence beyond
70 at.% Fe, although the Mn LMs start to increase beyond 80 at.% Fe with the localization
of electrons at Mn sites due to decreasing transfer integrals.

The calculated average LMs in the concentration regions 0—30 at.% Fe and 90-100 at.%
Fe are overestimated as compared with the experimental data. In both regiops;¢ivn
alloys show tetragonal distortion. Recent ground-state calculations [30] show that the Fe LM
changes sign in CsCl-type antiferromagnetic Mn, which is obtained by a 10% contraction
of the c-axis in y-Mn. Thus, there is a possibility that Fe LMs reduce in magnitude with
tetragonal distortion. The effect of the tetragonal distortion will be discussed in a separate
paper. Our results do not reproduce the large magnetic momeh@yg) found from
neutron experiments at around 70 at.% Fe. This might be attributed to the atomic short-
range order or some local lattice distortion. These effects will be investigated in the future
to resolve the disagreement between theory and experiments.

4. Summary

We have presented a MD approach to magnetic alloys with complex magnetic structures
based on the isothermal MD method and the functional integral technique. The theory takes
into account the configurational disorder in substitutional binary alloys by using random

numbers. It reduces to the generalized Hartree—Fock approximation at the ground state,
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Figure 3. The total DOS at the ground state for various concentrations: (a) 10 at.% Fe;
(b) 20 at.% Fe; (c) 50 at.% Fe; and (d) 60 at.% Fe. The dashed curves show the DOS in the

nonmagnetic state. The vertical dotted lines indicate the Fermi level.

and describes the spin fluctuations at finite temperatures in a semi-classical way. The MD
method assumes ergodicity for the motion of the fictitious LMs, and obtains the thermal
average of the LMs by means of time averaging of the fictitious LMs after solving the
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6N + 3 equations of motion for the fictitious LMs. The magnetic forces are calculated by
using the recursion method at each MD step. The theory allows us to calculate automatically
the magnetic structures of random magnetic alloys with a few hundred atoms in a unit cell
at finite temperatures over all concentrations.

We performed the MD calculations using 108 atoms in a unit cell at 25 K to determine
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Figure 4. The concentration dependence of the magnetic momentsHeMn alloys calculated

by the MD method at 25 K. The solid line represents the average magnetic moments, and the
upper (lower) dotted line represents the average Mn (Fe) magnetic moments. The chain lines
represent the average magnetic moments obtained from the neutron experiments [14].

the magnetic structures as well as the magnetic moments of the disoyd&eddn alloys. It

was demonstrated that the alloys form various complex magnetic structures due to competing
interactions. The AFI structure was obtained up to 10 at.% Fe. Beyond 10 at.% Fe, the
collinear structure changes to the various complex structures: the helix-like one at 20 at.%
Fe, noncollinear structures between 30 and 60 at.% Fe, a collinear-like structure at 65 at.%
Fe, noncollinear structures between 70 and 80 at.% Fe, collinear structures between 85
and 95 at.% Fe, and helical structures wéth= (0, 1/3, 2/3) 27 /a beyond 95 at.% Fe,
which qualitatively explains the results obtained by the neutron diffraction experiments. The
calculated DOSs for these magnetic structures are found to be consistent with the stabilities
of the structures because of the existence of a dip near the Fermi energy.

The calculated magnetic moments explained the concentration dependence obtained
from the neutron experiments. We found the existence of a peculiar minimum at 50 at.%
Fe, which was not obtained by the rigid-band calculations. At 70 at.% Fe, we did not obtain
the large magnetic moment-R.0ug) found from the neutron experiment. The calculated
average LMs for the concentration regions 0—-30 at.% Fe and 90-100 at.% Fe are somewhat
overestimated as compared with the experimental data, which was attributed to the tetragonal
lattice distortion.

In our calculations, we used a rather small size of unit cell and adopted periodic boundary
conditions to extend the system. Improved calculations could be done by considering a
larger size of unit cell, which would reduce the problem caused by the periodic boundary
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conditions. More detailed electronic structures should be taken into account in our MD
calculations in the future with the use of a first-principles tight-binding LMTO (linear
muffin-tin orbital) Hamiltonian to obtain more accurate magnetic structures.
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