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While the volume and elastic constants of a system are determined from its free energy, we note
that the free energy of a metal consists of the electron part and the thermal phonon part, and that
the phonon part also depends on magnetization. Starting from such an observation, we study the
role of electron-phonon interaction in the volume and elastic behaviors of a ferromagnetic metal in
the same spirit as we recently studied the role of electron-phonon interaction in determining the
magnetic properties [D. J. Kim, Phys. Rev. Lett. 47, 1213 (1981); Phys. Rev. B 25, 6919 (1982); J.
Appl. Phys. 55, 2347 (1984)]. First, for the magnetovolume effect we find that in the ferromagnetic
state of metals the phonon Griineisen constant behaves in quite diverse ways sensitively depending
upon their electronic structure near the Fermi surface, and can become negative to cause zero or
negative thermal expansion. We propose that such behavior of the Griineisen constant can be an
important mechanism in the anomalous volume behavior of ferromagnetic metals including the In-
vars. Next, as for the magnetoelastic effect, in the ferromagnetic state the role of thermal phonons
is found to be of secondary importance compared with that of electrons; the dominant cause of the
magnetization dependence of elastic constants comes from that of electron energy as we previously
noted. In the paramagnetic state, however, the temperature dependence of the elastic constant is
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Electron-phonon interaction mechanism of magnetovolume and magnetoelasticity effects

found to be determined principally by the effect of thermal phonons.

I. INTRODUCTION

In some metallic ferromagnetics, the temperature
dependence of volume in the temperature region below
the Curie point T is quite different from that of ordinary
nonmagnetic metals.! As is well known,? in the case of
some Fe-Ni alloys the temperature dependence of the
volume markedly deviates from the linear extrapolation
of the higher-temperature behavior; thermal volume ex-
pansion coefficient can be very small, or even negative.
Not all ferromagnetic metals behave like the Fe-Ni alloy,
however; an example is pure Ni metal.> These anomalies
of volume behavior are called the magnetovolume effect,
and a system with a very small or negative thermal ex-
pansion coefficient, as is the case in some Fe-Ni alloys, is
called an Invar.

In metallic ferromagnets, elastic constants also often
show anomalous temperature dependence, as is observed
in Fe-Ni alloys® and Fe-Pt alloys,* for instance. Not all
ferromagnetic metals are anomalous in their elastic prop-
erties, however. Again, in Ni the elastic constant shows
quite normal temperature dependence;’ the elastic con-
stant monotonously increases with decreasing tempera-
ture.

The mechanism of the anomalous magnetovolume
effect and magnetoelasticity is not clear yet." Note that
this problem is directly related to the very mechanism of
itinerant electron magnetism itself. The volume and elas-
tic constant of a system are determined from how the free
energy F of the system depends upon the volume. The
equilibrium volume ¥ of a system is determined from the
condition

39

dF (V,M) _
dv
and the bulk modulus B or the compressibility x of the
system is calculated as

1 d?’F(V,M)

0, (1.1)

. 2 , (1.2)
where
ny—n_ ny—n_
M= = .
ny+n_ n 1.3

is the (relative) magnetization of the metallic system, n
being the number of + spin electrons. We do not explic-
itly show the temperature T dependence in F; note that in
an equilibrium state, M is determined as the function of T
and ¥V, M =M (T,V), and that M in F(V,M) of Egs. (1.1)
and (1.2) is to be understood as such an equilibrium mag-
netization [see Eq. (1.4) below].

On the other hand, the magnetic properties of the sys-
tem are determined from the dependence of the same free
energy on the magnetization. The spontaneous magneti-
zation in the ferromagnetic state is determined from the
condition

dF (V,M) _
dM

and the magnetic susceptibility y of the system in the
paramagnetic state is calculated as

0, (1.4)

2
1_dFv.M) : (1.5)
X dM? |y
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Here in Egs. (1.4) and (1.5) again, ¥ in F is to be under-
stood as the equilibrium volume determined as the func-
tionof M or T.

Let us emphasize again that all the free energies ap-
pearing in Egs. (1.1), (1.2), (1.4), and (1.5) are the same
ones. Different models and approximations culminate in
different results for F(V,M). Thus the elucidation of
magnetovolume effect and magnetoelasticity has served
as a crucial test of various models and theories of
itinerant electron magnetism. The mechanism of anoma-
lous magnetovolume effect has been particularly intensely
discussed from such a point.” More recently, a very sen-
sitive dependence on volume of magnetism is noted for
transition metals.®

Recently we pointed out the importance of the role of
phonons in itinerant electron magnetism.” We showed,
for instance, how the phonon effect can make the
paramagnetic spin susceptibility of a metal Curie-Weiss-
like. The starting point of our such theory was to note
the fact that in a metal the free energy consists of the
electron part F; and the phonon part F,

F(V,M)=F,(V,M)+F,(V,M) (1.6)

and the F, also depends on M as well as on V. The
dependence on M and V of F,;, comes from that of the
phonon frequency wg=w(¥,M) in

Fp=3 (1w, +kyT In[1—exp(—Fiog/ky T)]} -
q

(1.7)
The magnetization dependence of the phonon frequency
originates from the fact that the screening constant,
which screens the bare phonon frequency Qg to «,
changes with the spin splitting of the energy bands of the

screening electrons. Thus we obtain®!°

F . (qQ)+F_(q
1+v(qQ[F L (qQ)+F_(q)]

— |2 lg@l?
‘Qq v(q)

2 02_ 2
wg=Qg lg (q)l

lg (q]*/v(q)
1+v(QIF, (@Q+F_(q)]

(1.8)

where g(q) is the electron-phonon interaction constant
which is related to the ionic plasma frequency Q, and the
Coulomb interaction v (q)=4we?/Vq? as

lg(@)*/v(q)=0% (1.9)

in the jellium model,'!' and we defined the exchange-
enhanced Lindhard function of = spin electrons as

_ F.(q)
Folq)= +\q

. L (1.10)
1—V(q)F.(q)

where ¥(q) is the exchange interaction between electrons,
and F, (q) is the ordinary Lindhard function

(gp4)—f( )
Fi(m:—Ef k+ f5k+q,i

K €kt T Ek4q,+

(1.11)

with the property
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q—0

=f Ni(fi)

_3fte) ]dsgwm, 112
de

where €., f(g), and N, (0) are, respectively, the one-
particle energy of an electron with wave number k and
spin =+, the Fermi distribution, and the density of states
at the Fermi surface of + spin electrons. The magnetiza-
tion dependence of w, and, accordingly, F;, comes from
that of F.(gq) or N.(g). If we neglect the effect of the ex-
change interaction [¥(g)=0], and consider only the
paramagnetic state, where

F,(q)=F_(q)=F(q) . (1.13)
Equation (1.8) reduces to the well-known textbook re-
sult.!?

An important point to note concerning our free energy
of Egs. (1.6)-(1.8) is that it was explicitly derived starting
from the microscopic Hamiltonian of a metallic
electron-phonon system.!> Note also that the free energy
should be, and actually was, obtained as the function of
given (variational) magnetization as is required in the
Landau procedure such as Egs. (1.1), (1.2), (1.4), and (1.5).
Thus, the magnetization involved in Egs. (1.8),
(1.10)-(1.12), and, accordingly, in F;, as well as in F, is
not an equilibrium magnetization; the equilibrium mag-
netization is to be determined from Eq. (1.4) with such
free energy.

Now, in understanding the importance of the role of
phonons in magnetism of metals, the fundamental point
to note is that® although

O(F,, /Fy)=~0fiwp /ep)~1072, (1.14)

op and g being, respectively, the phonon Debye fre-
quency and the electron Fermi energy, the sizes of the
changes in F|;, and F, due to magnetization can be of the
same order of magnitude,

O (|Fy(V,M)—F;,(V,0)])

=O(|F (V,M)—F4(V,0)]) . (1.15)

In qualitatively understanding Eq. (1.15), let us consid-
er energies E, and E; in place of the free energies. At
T =0 the phonon energy is given by that of the zero-
point oscillation,

E =13 fiwg=0(Nky®p) ,
q

where ®p is the Debye temperature and N is the total
number of atoms in the system [see Egs. (1.7) and (2.17)].
In a metal the interaction between ions is screened by
conduction electrons. While the screening constant is
proportional to the electronic density of states at the Fer-
mi surface, by the spin splitting of the electron bands the
electronic density of states at the Fermi surface can
change by one order of magnitude. This implies

|®p(My)—0,(0)|~0[0G,(0)],
or

|E b (V,Mo)—E(V,0)| /N ~0 (kz®p) ,
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where M, is the maximum possible magnetization [see
Eqg. (2.11)]. On the other hand, for a ferromagnet we an-
ticipate

|E(V,My)—E,(V,0)| /n~0(kpT¢),

n being the total number of electrons, as can be explicitly
shown.” Then, since generally O(n)~O(N) and
O(T.)~0(0®p) we arrive at the result of Eq. (1.15).

We now show how our such theory also leads to a new
way of -understanding the diversified volume and elastic
behavior of ferromagnetic metals.'* What is required is
simply to carry out the procedure of Egs. (1.1) and (1.2)
with exactly the same F with such F,;, as we used in dis-
cussing magnetic properties.

First, as for the magnetovolume effect, we may summa-
rize various volume behaviors of metals for 7 < T as in
Fig. 1. All the previous theories’ are then unanimous in
assuming that the lattice or phonon effect would always
cause the “normal” volume behavior of the dashed line,
independent of magnetism. Any deviations from such
“normal” behavior are attributed entirely to electrons.
By treating the phonon effect with our F,(V,M) de-
scribed in the above, however, we find that in the fer-
romagnetic state of a metal the phonon Griineisen con-
stant ¥, can behave in quite diverse ways sensitively de-
pending upon the electronic structure; ¥, can take even
a negative value. With such behavior of the phonon
Griineisen constant it is no longer justified to assume the
phonon effect on volume always as the broken line of Fig.
1. Instead, depending upon the sign and magnitude of
¥ p» the phonon effect on volume AV, [see Eq. (2.7)] can
be quite diverse as illustrated in Fig. 2. Note that such
phonon effect has enough size to account for actual ob-
servations such as summarized in Fig. 1. While the size
of the magnetovolume effect is generally of the order of
~1% as illustrated in Figs. 1, the size of the phonon
effect on volume is also of the same order of ~1% as in-
dicated by Eq. (1.14).

Next, as for the mechanism of the anomalous tempera-
ture dependence of elastic constant, particularly for the
ferromagnetic state, we already presented an extensive
discussion by exploring how the screening of phonon fre-
quency depends on the spin splitting of the conduction
electron bands!® (see Sec. IV). More recently,!® however,
we realized that such a previous result can be rederived
alternatively by carrying out the procedure of Eq. (1.2)
without including F,. Then a question arises: What

: T-1% ]
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FIG. 1. Various characteristic volume behaviors of fer-
romagnetic metals below T¢.
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FIG. 2. The relation between phonon Griineisen constant
and the temperature dependence of the phonon effect on volume
in the ferromagnetic state of a metal.

would be the effect of including F, in Eq. (1.2)? We
answer to this question in this paper. For the ferromag-
netic state of a metal, fortunately, the contribution of F oh
to the dependence on magnetization or temperature of
elastic constant turns out to be much smaller than that of
F,j; thus our earlier conclusion'® remains essentially valid
as it is. For the elastic constant in the paramagnetic
state, however, we find the contribution of F ph is very im-
portant; in this temperature region the temperature
dependence of the elastic constant is determined princi-
pally by the effects of F;,. This new finding resolves the
difficulty with our previous result'® in understanding the
temperature dependence of elastic constant for 7' > T.

In concluding this Introduction, in response to the re-
cent question raised by Zverev and Silin,'” let us ela-
borate on the nature of our free energy, Egs. (1.6)—(1.8),
especially on that of F;,. Although these authors funda-
mentally support our view on the importance of the role
of phonons in magnetisms of metals, they claim our F
is calculated for a given magnetic induction but not for a
given magnetization. In the following we show how their
claim cannot be justified.

If we use the Debye approximation for the phonon fre-
quency g, the phonon free energy F;, of Eq. (1.7) can be
rewritten in terms of the bulk modulus or the Debye tem-
perature [see Egs. (2.16)-(2.20) below]. The magnetiza-
tion dependence of F, then is dictated by that of the
bulk modulus.

In their phenomenological phonon free energy Zverev
and Silin use the bulk modulus as calculated by the pro-
cedure of Eq. (1.2) on the mean-field part of the electron
energy. Let us call such a procedure of calculating elastic
constants the total-energy approach. There is, however,
an alternative method of calculating elastic constants. It
is to obtain the sound velocity s from the dynamically de-
rived phonon frequency w4, such as given in Eq. (1.8), as

lim 0 ,=sq . (1.16)

q—0

Then the bulk modulus is related to the sound velocity as

(1.17)
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where M, is the ionic mass. Let us call this method of
calculating elastic constants the dynamical approach. If
calculations are carried out exactly, we expect both ap-
proaches to give the same result. It is very well known,
however, that if approximations are used, even if the na-
ture of the approximations are similar, the results of the
total-energy and the dynamical approaches can be quite
different.'® We have explicitly shown that it is only under
some specific assumptions on the volume dependence of
various physical quantities that the total-energy approach
can reproduce the dynamical approach result of bulk
modulus [see the discussion given below Eq. (2.13)].!°
Furthermore, it is not obvious at all which approach
would give the better result on elastic constants.

Which bulk modulus, then, should we use for th in
the Debye approximation? If we start from the legiti-
mately obtained result of Egs. (1.6)-(1.8), we have no al-
ternative but to use the dynamical one, as we have been
doing. This is the main origin of the difference between
our phonon free energy and that of Zverev and Silin.

Let us also reconfirm that our phonon free energy of
Egs. (1.7) and (1.8) is for a given magnetization as re-
quired in the Landau procedure such as Egs. (1.1), (1.2),
(1.4), and (1.5). The magnetization dependence of w, and,
accordingly, F; is given solely through the magnetiza-
tion dependence of F.(q) and N.(g). Note that the
magnetization dependence of F,; also is given entirely in
terms of the same F (g) and N .(e). Thus, the magneti-
zation dependence of F, can be treated exactly in the
same way as in deriving the Stoner theory!’ from the
magnetization dependence of F;.

Also note that, unlike the case using phenomenological
approach, with our result there can be no ambiguity con-
cerning the contribution of the zero-point oscillation en-
ergy of phonons.

The organization of this paper is as follows. In Secs. II
and III we discuss the contribution of the phonon effect
to volume for the ferromagnetic and the paramagnetic
states, respectively. The contribution of phonons to bulk
modulus is discussed in Sec. IV and concluding remarks
are given in Sec. V.

II. MAGNETOVOLUME EFFECT FOR T < T

In determining volume of an itinerant electron fer-
romagnet our whole task is to carry out the procedure of
Eq. (1.1) with the free energy of Eq. (1.6). Note that F_j,
or, more simply, the electron energy E., is considered to
consist of two terms, the one-particle energy of electrons
E, and the exchange-correlation energy of electrons E.,.
For the uniform distribution of ionic and electronic
charges (the jellium model) the three kinds of direct
Coulomb interactions, among electrons, among ions, and
between electrons and ions, cancel out. However, it is
important to consider the energy E of the interaction be-
tween ions beyond that of the jellium point-charge ions.
For convenience we include this E; into F, or E

Fy=Fy+F,+E, .
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It is well known that the role of attractive F, and that of
repulsive F, are generally of equal importance in deter-
mining the volume.

For convenience, we rewrite Eq. (2.1) as

Fy(V,M)=F,, . (V,M)+AF, .(V,M) , (2.2)

el,m(

where F, ,, and AF, . are, respectively, the mean-field
and the higher-order correlation contributions to the
electron free energy. The dominant contribution to

AF . comes from F,,. Then we define V(M) from
oF, ,,(V,M)
— kL =0. 2.3)
aV V=Vy(M)

Vy is the volume when there are neither AF,, . nor F,
contributions. By the effect of AF . and F;, the volume
changes from ¥V, to V=V,+ AV at each temperature or
magnetization. V(M) itself depends on magnetization
and therefore, temperature. However, the dominant
cause of the dependence on temperature or magnetization
of volume is considered to come from F, and AF, .
Then since

[V (My)—V(0)|/V(0)~|AV(My)|/V(0)~10"2, (2.4)
as can be seen from Fig. 1, we may treat AV by perturba-
tion theory. We know that the equilibrium magnetiza-
tion also can be affected by the electron-phonon interac-
tion,® as well as by electron correlation. ‘In this paper,
however, we neglect the effects of F;, and AF, . on mag-
netization. Then, by noting Eq. (2.3), we make the fol-
lowing expansion:

Fel,m( V’M):Fel,m[VO(M)’M]

1
2Vo(M)icyy (M)

X[V =Vo(M)P+ -

+

(2.5)

where k ,, (M) is the mean-field approximation compres-
sibility defined as

1
—_—= M
Kel,m(M) Be]’m( )
d*F, ,,(V,M)
=V— . (2.6)
dv V=VyM)

The subscript el to k and B refers to the fact that they are
derived from F, alone (see Sec. IV). Then by putting
into Eq. (1.1) F,, and F with this expanded F ,,, we
obtain

AV (M)/Vo(M)=Kq p(M)[P,,(M)+Py (M)]
=[AV (M) + AV (M)]/ V(M) ,

(2.7)

with the pressures due to phonons and electron correla-
tion, respectively,
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PLM)=—-LF (VM)
ph av P T ey o
(2.8)
d
Py (M)=—-LAF, (M) .
b av=" V="V,(M)

All the previous theories”’” on the magnetovolume
effect unanimously assumed that in Eq. (2.7) the contribu-
tion of AV, is always “normal” as in nonmagnetic met-
als. The origin of the anomalous volume behavior is en-
tirely attributed to AV, (M), although the details of
electron correlation effects are different for different
theories. In the following, by exploring the phonon effect
on volume as described above, however, we find that the
prevailing belief regarding the contribution of AV ; (M)
to the volume behavior is not valid.

In pursuing AV (M) below, we discuss the bulk
modulus B, ,, (M) and the phonon pressure P, (M) sepa-
rately in Secs. II A and IIB and then in Sec. IIC we
present our phonon mechanism of magnetovolume effect
for T <T,.

A. Mean-field bulk modulus B, , (M)

We can obtain the bulk modulus by carrying out the
procedure of Eq. (1.2) on the free energy of the form of
Eq. (2.1). With the mean-field approximation for the
electron energy as in Eq. (2.6), such a procedure was
shown to lead to the result of familiar form'® [see Eq.
(1.17)],

NM
V

i

By m(M)=—15(M)?,

(2.9)

where the magnetization dependence of B, ,, comes from
that of the sound velocity s(M). If we normalize the
sound velocity by the Bohm-Staver sound velocity of the
jellium s, which is given as'!

s5=VQ2/8me’N(0), (2.10)

where N (0) is the electronic density of states per spin at
the Fermi surface in the paramagnetic state, it is given as

s(M) 2N (0)
So N_(M)

1—PVN_(M)

, (.11
N, (M) 21D

2
o

where N, (M) is the electronic density of states at the
Fermi surface of * spin electrons under magnetization
M, and V=V (q=0) is the exchange interaction between
electrons which appears in the Stoner spin susceptibility
(with u%3=1) as
__2N(0)
1-PN(0)
Note that earlier we used N (0) for N (M) [see Egs.
(1.12)]. The parameter & is introduced to represent the

effect of deviations from the jellium ions, which is con-
tained in E of Eq. (2.1) in the following way:

s (2.12)

Q- Q% =Es3q” . (2.13)
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In the pure jellium Q,=Q,, and, therefore, £=0. £ is
considered to be a constant of order unity.

Note the result of Eq. (2.11) was derived first with the
dynamical approach by pursuing how the screening of
the ion-ion interaction changes with magnetization,'
namely, by the procedure of Eq. (1.16) for the phonon
frequency of Eq. (1.8). Then, later'® we found the same
result can be obtained by the total-energy procedure of
Eq. (2.6) if we assume the parabolic electron energy band
and the volume dependence of the exchange interaction
and the parameter &, respectively, as P« 1/V and
(Es3) < 1/V. Here, however, we assume that if the pro-
cedure of Eq. (2.6) is more properly carried out it would
reproduce the dynamical approach result of Eq. (2.9) and
(2.11) beyond such limitations.

With Eq. (2.11), we rewrite Eq. (2.9) as

NM; 2
B (M)= v s%] l—S(SM) J
0
o) |
=B, |72 (2.14)
So

Then, since Q=4me’NZ*/VM,, with NZ=n, in Eq.
(2.10), we have

B = n? =2n8F
0 2¥N(0) v

where the last expression is for the free-electron band
where N (0)=3n /4cp. Note that due to the result of Eq.
(2.4) we may ignore the differences among V (M), V(0),
Vo(M), etc., and refer to them simply as V in an expres-
sion like Eq. (2.15).

N (M) in Eq. (2.11) changes with the spin splitting of
the electron bands. Since the size of the relative change
of N (M) can be generally of order unity, the change in
sound velocity due to magnetization can also be of order
unity unless £>>1. Such an observation led to the result
of Eq. (1.15).

(2.15)

B. Phonon pressure P, (M) and Griineisen constant y , (M)

The phonon free energy, which is required in calculat-
ing the phonon pressure from Eq. (2.8), is given in terms
of the phonon frequency wy(V,M) as in Eq. (1.7). Then,
if we use the Debye approximation for the phonon fre-
quency as

o (V,M)=s(V,M)q , (2.16)

this s (V,M) is to be given by that of Eq. (2.11). Thus we
obtain

Fop(V,M)=2Nfiwp(V,M)

+NkgT iln {1—exp

Op(V,M)
T
Oy(V,M)

T

} , (2.17)

where
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D(x)=—% 2.18
f dy—— (2.18)
is the Debye function and we set
#is(V,M)qp(V)=%op(V,M)=kg®p(V,M), (2.19)
gp being the Debye wave number defined by
Ve 3
D _N. (2.20)
6

Note that since we are considering a jelliumlike model we

have only longitudinal acoustic phonons.
By inserting Eq. (2.17) into Eq. (2.8), we obtain the
pressure due to phonons as
Nkz®p(M)

Pph(M)=_—w—i/_-w}yD(M)P

T
0,(M)

] ,  (2.21)

where we introduced the Griineisen constant

v dop(V,M)

Yo M= N T av

(2.22)
V=VyM)

and the function’®

V=

—;(§s3)=——f;<§s3)
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®
P T (_3 TD D
O, | 8 ©, | T
4
3, 7| T
—+— | = 2.23
s s o, for T <<®p (2.23)
T
— for TRO®L/3. (2.24)
®p

As for the Griineisen constant of Eq. (2.22), in the fer-
romagnetic state it consists of two kinds of contributions

')/D(M)= -
wp (M) Y% oM dv
E'}/D(M)l_'_'yD(M)Z . (2.25)

Let us discuss ¥ (M), and y (M), separately.

In calculating ¥ (M), from Eq. (2.11), we are required
to know how the various quantities appearing there
would change with volume. Here we assume the follow-
ing relations:

with positive constants of order unity a, b, and c. Then from Eq. (2.11) we obtain

) ‘
1, ¢ So N(0)
(M);=—+—=+ (a —c)—= po
PO T S0 [ N (M)+N_(M)
where we put
- N_ (M)
N, M)y=——"—— . (2.30)
1— PN, (M)
As for yD(M)z, first we note, !
‘g‘; =M VXM 2.31)
where
_ 1 1 17!
Xur=4 + -2V (2.32)

N,.(M) N_(M)

is the high field susceptibility (with u3 =1). Although the
relation of Eq. (2.31) with f=—1 was derived for the
parabolic electron energy dispersion, we assume it is valid
beyond that limitation with a change in the numerical
coefficient f. Since generally f >0 according to experi-
ments,!? in our later numerical calculation we assume the
value of f =1.

(2.26)
(2.27)
(2.28)
_ N, (M?+N_(M)?
+(a —b)N(0)V— — (2.29)
[N (M)+N_(M)7]?
[
Next, from Egs. (2.16) and (2.11) we obtain
1 dwp 1 3s(M)
wp M  s(M) M
s 2
— 0 n
=500 Y (M) (2.33)
with
Y(M)=—LN(O)W
N, (M)/N (M) N'_(M)/N_(M)
[1—-PN,(M)]? [1—PN_(M)7]?

X[N,(M)+N_(M)]"? (2.34)
where N’ (M) is the energy derivative of N, (M) and the
electron band width W is introduced for convenience.
Then from Egs. (2.31) and (2.33) we have

Yo(M)y=—fnVMA/W , (2.35)
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with
2

So
Y(M)xue(M) .

s(M)

(2.36)

Both y (M), and y p(M),, and, therefore, ¥ ,(M) turn
out to be quite complicated quantities. In Sec. IIC we
carry out some numerical calculations on these quanti-
ties. Before such numerical calculations, however, let us
note that the quantity A of Eq. (2.36) is directly related
to the external magnetic field dependence of sound veloci-

ty in the ferromagnetic state as,”?°
H
ASEH) =4 “’;V , (2.37)

where As(H) is the change in sound velocity due to a
magnetic field H. We know that A4 can vary over quite a
wide range. In Fe-Ni Invar, an external magnetic field of
~1 T, produces a change in the sound velocity of
As/s ~1%.% This implies that in Fe-Ni A /W ~10?
eV~ !. On the other hand, in Ni under the same magnetic
field of ~1 T, change in sound velocity was not observ-
able,” implying there | 4 /W| <<10? eV~!. If £ >0 as ex-
periments show, this situation causes to make y (M) of
Fe-Ni much smaller than that of Ni. Note that such a
difference in the behavior of the Griineisen constant
rightly coincides with the difference between the volume
behaviors of Fe-Ni and Ni. Large A makes yp(M)
smaller or negative.

C. Magnetovolume effect through phonons for 7" < T¢:
Negative phonon Griineisen constant

From the results of Secs. II A and II B we have

AV (M) 1 P (M)
v By (M) P
_ Nkpg®p,(M) 1 T
B v Ba,on ! P MP G G0
(2.38)

Further from Egs. (2.14), (2.15), (2.23), and (2.24) we
rewrite Eq. (2.38) as
2

AV (M) 3 | N s
27 2| A 0
v =2 |7 | |50 | 72M)
ky® (M)
350 for T<<®,  (2.39)
8 Ep
1k
for TR®,/3, (2.40)
€F

where we assumed the parabolic electron energy disper-
sion. First note that if |y | ~O (1) we have

|AV /V|~0(kp®p /ep)~1072 .

Thus, the effect of phonons is of enough size to account
for the actually observed size of volume change in fer-
romagnetic metals.
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How can it be possible, then, for AVph(M ) to become
negative to cause negative thermal expansion? Since the
bulk modulus should always be positive, it should be pos-
sible for y (M) to become negative. We show in the fol-
lowing, based on a numerical example, that actually is the
case; it is possible to have all the cases of Fig. 2.

In numerically estimating the Griineisen constant we
are required to know the values of the parameters a, b, c,
and f defined in Egs. (2.26)—(2.28) and (2.31) besides the
electronic density of states V(g) and the value of €. At
present, however, we do not have any universally accept-
ed values for those parameters a, b, ¢, and f. Remember
that it is already a drastic simplification to assume the re-
lations of Egs. (2.26)—(2.28) to begin with.

In our numerical example, we assume @ =%, b =1, and
¢ =1 as in Ref. 16, f =, and §=2. The value of a =2
corresponds to the free-electron-like energy dispersion.
The value of b =1 comes from the assumption that 7(q)
[V=V(q=0)] is the following form of the Fourier trans-
form of the effective exchange potential between elec-
trons:

Pla)=-L [ P(r)e—iar
V@)= [ Ve a"d’r (2.41)

and that since V() is of short-range the value of the in-
tegral would not be affected by a small change in the
volume of the system; the value of ¢ =1 also is similarly
deduced. Note that there have been proposed a number
of different values for the parameters a and b.20%?
Heine,?! for instance, proposed a =2 for 3d bands of
transition metals.

As for the electronic density of states we use the fol-
lowing model:

N(s)=%a(W—e), (2.42)
which is illustrated in Fig. 3, where N is the number of
atoms in the system and W is the bandwidth.

In calculating y (M), the equilibrium magnetization
M is to be determined as the function of temperature for
a given location of the Fermi energy € in the band in the
paramagnetic state, and for a given value of ¥V or
V=VN(0). Here, however, for simplicity, we change M
as the function of V for a given value of /W at T =0.

In Fig. 4 we present the result of our numerical calcu-
lation of the phonon Griineisen constant for different lo-
cations of €5 in the paramagnetic state, as the function of
magnetization, M, being the maximum possible magneti-
zations for each case.

In Fig. 5 we show also how the role of y (M) dom-
inates over that of bulk modulus B, ,, (M) in determining
the behavior of the phonon effect on the volume of a fer-
romagnetic metal. Note that, as we will see in Sec. IV, in
the ferromagnetic state the observed bulk modulus is well
represented by B, ,, (M).

The result of Figs. 4 and 5 shows that the behavior of
Griineisen constant depends very sensitively on the elec-
tronic structure near the Fermi energy. When the Fermi
energy in the paramagnetic state is located at the peak of
the electronic density of states, with e, /W =0.5, y ,(M)
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FIG. 3. The model electronic density of states of Eq. (2.42) to
be used in the numerical calculation of Figs. 4, 5, and 6.

is positive and 0(1) except in the region M /M;~1 as can
be seen from Fig. 4(a). With such y (M) we expect the
phonon effect on volume to be normal. When the loca-
tion of € is away from the peak of the electronic density
of states, ¥ p(M) strongly tends to be negative, as can be
seen from Figs. 4(b)-4(d); in these cases the phonon con-
tribution to thermal expansion coefficient becomes nega-
tive. The Invar behavior can be associated to the cases of
Figs. 4(b)-4(d); the volume behavior of Ni corresponds to
the case of Fig. 4(a). As will be summarized in Sec. IV,
we previously'® noted that the result of Eq. (2.11) can ac-
count for in the same way the difference between Fe-Ni
and Ni in their characteristic magnetization dependence
of sound velocity.

Concerning the results of Figs. 4 and 5 we should note
that whereas y (M) crucially depends upon the parame-
ters a, b, ¢, and f, we chose a particular set of values for

3 T T T T
| E/W=0.5 (a) €-/W=0.4 or 0.6 (b)
rotM)
OF—————=—=—— 0
N
— M) N
----- ro(M)
- rg(M)2
-3 — L -3
05 1
M/M

T

€:/W=03 or 0.7 ()

T

€ /W=010r09 (d)

FIG. 4. The magnetization dependence of phonon Griineisen
constant calculated for various locations of the Fermi energy in
the electronic density of states of Fig. 3 in the paramagnetic
state.
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1 10 M
Ec/W=05 (a) €/W=04 or 06 (b)
OF=sezrmzizogosgmzoocenaae
— (M)
------ 5%m)?
''''' f,(M)(S75(M,)Z
-1 -10
0 05 1.0 0 10

M/M,

€/W=010r09  (d) (c)

FIG. 5. The magnetization dependence of phonon Griineisen
constant, [so/s (M)]? to which compressibility is proportional,
and their products calculated in the same way as in Fig. 4.

them. Also, whereas y (M) and [s (M) /s, ]* depend very
sensitively. upon the electronic structure, we used the sim-
plest possible model electronic density of states of Fig. 3.
Thus, the result of Figs. 4 and 5 is of only qualitative na-
ture. However, it seems to offer a sufficiently convincing
evidence for the importance of considering the role of
phonons in understanding the magnetovolume effect of
itinerant electron ferromagnets.

III. THERMAL EXPANSION IN THE PARAMAGNETIC
STATE OF METALS

The formulation of the phonon effect on volume for
T > T, is quite similar to that of the preceding section;
we only have to replace M by T. Thus, corresponding to
Eq. (2.7), for the phonon effect on volume we have

AV, (T)
_'I.}'_:Kel,m(T)Pph(T) .

The meaning of notation is evident. The expressions for
Ket,m (T) and P, (T) also are evident.
Here let us define the thermal volume expansion
coefficient as
_ 1 av(T) _
3—7 dT _Bel,m +Bph+ﬁel,c .
The phonon contribution to thermal expansion coefficient
corresponding to Eq. (3.1) is given as

1 Nkpg
ph 14 Bel,m

(3.1

(3.2)

Yp > (3.3)

where we assumed T2 ®p /3 in Eq. (2.38) and neglected
the temperature dependence in B, ,, and v . Note that
in the paramagnetic state

n2

Sy oy EFI—PN(O].

Bam=5pN

(3.4)
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The mean-field electronic contribution to the thermal ex-
pansion f, ,,, which represents the temperature depen-
dence of Vy(T), is smaller than B, by the factor of
kg T /e in the present temperature region (see Sec. IV).
As for the contribution of electron correlation effect 3, .,
we do not discuss it in this paper; we concentrate on 3,
as in the preceding section.

For T > T, the Griineisen constant consists of only
Yp1- ¥ p2 vanishes for M =0. Thus, from Eq. (2.29) we
have
2
So

[(ea —c)+PN(O)Nc—b)]. (3.9

1
yp=%+%c+5

If we put @ =% and b =c =1, as in Sec. II, Eq. (3.5)
reduces to

Yp=o— . (3.6)

Unless £ << 1, we have ¥ ~1, and the value of 7, is not

sensitive to the value of V= VN (0).

Thus, in the paramagnetic state, the dominant effect on
By of the exchange interaction between electrons is con-
tained in the bulk modulus B, ,. If we assume thermal
expansion is dominated by the phonon effect, the size of
the exchange effect is estimated as ‘

(B)VN(0)=1 _ (Bph)VN(0)=l
(B)VN(O)=0 N (Bph)VN(O)=O
£+1
T ¢
2 for £=1
T3 foré=2. 3D

In the paramagnetic state of a metal, while the thermal
expansion coefficient is proportional to the electronic
density of states at the Fermi surface through B, ,,, the
exchange effect can further enhance it by a factor of ~2.
It seems that such conclusion is supported by the general
trend of actual observations.?®

1IV. PHONON EFFECT ON MAGNETOELASTICITY

As already mentioned, earlier we derived the bulk
modulus or the sound velocity of Eq. (2.11) for the fer-
romagnetic state of a metal from the result of Eq. (1.8) on
the phonon frequency. According to this result, it is the
magnetization dependence of the screening of the ion-ion
interaction that is responsible for the magnetization
dependence of bulk modulus or sound velocity.

Figure 6 is the result of numerical calculation on Eq.
(2.11) carried out in the same way as for Figs. 4 and 5
with the same model electronic density of states of Fig.
3.15 The result of Fig. 6 shows that the elastic behavior
of a metal in the ferromagnetic state very sensitively
reflects the electronic structure near the Fermi surface.
Depending upon the location of the Fermi level within
the band, the elastic -constant can either increase or de-
crease with increasing magnetization. While the sound
velocity of Eq. (2.11) consists of the contributions of §
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FIG. 6. The magnetization dependence of sound velocity cal-
culated with Eq. (2.11) for the various locations of the Fermi en-
ergy in the electronic density of states of Fig. 3 in the paramag-
netic state.

and the conduction electron terms, the latter can easily
change by order unity. Note the important role of &; a
large & (>>1) will mask the magnetization dependence in
the electronic part. Although £ also changes with tem-
perature through thermal volume expansion, in the fer-
romagnetic state the size of such change in £ is estimated
to be much smaller than that of the electronic part; see
Sec. IV A.

As we already noted, the elastic behavior below T~ of
Fe-Ni alloys and pure Ni can be qualitatively understood,
respectively, by Figs. 6(a), 6(c), and 6(d). How about the
elastic behavior such as observed in Fe;Pt*? For another
model electronic density of states of Fig. 7, the result of
Fig. 8 was obtained by the same procedure with Eq.
(2.11).2* Figure 8(d) seems to reproduce the characteris-
tic behavior of Fe;Pt qualitatively. Much better repro-
duction of the observation might be possible with more
detailed consideration of the electronic structure and oth-
er factors. Thus, we may conclude that in principle,
B ,, (M), namely, the result of Eq. (1.8) or (2.11), can ex-
plain observed various characteristic elastic behavior in
the ferromagnetic state of a metal.

How good is B, ,,, then, in elucidating the elastic be-
havior of a metal in the paramagnetic state? Note that if

we consider the temperature dependence in it, B, of
Eq. (3.4) for the paramagnetic state is rewritten as
B m =BolE+1—VF(0)]
=Bo(E+Xo/Xs) » @.1)

where Y,=2F(0)~2N(0) and yg are, respectively, the
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FIG. 7. The model electronic density of states to be used in
the calculation of Fig. 8.

Pauli and the Stoner magnetic susceptibilities [see Eg.
(2.12)], F(0) being defined by Egs. (1.12) and (1.13) and
B, is given in Eq. (2.15). Unlike in the case of T < T,
however, this result fails to reproduce the observed tem-
perature dependence of the elastic constant for T' > T of
ferromagnetic metals. In Ni the elastic constant de-
creases linearly with T for T > T..’ In the Fe-Ni Invar,
on the contrary, the elastic constant increases linearly
with T over a fairly wide temperature region for T > TC.3
Such a linear temperature dependence cannot be derived
from the temperature dependence of the Stoner suscepti-
bility in Eq. (4.1).

Also, the size of temperature dependence of B ,, ex-
pected from the temperature dependence of F(0) in the
result of Eq. (4.1) is much too small compared to actual
observations. If we note [see Eq. (1.12)]

(a) (d) N

ep/ W
=0.10r 0.9

—

(b) ep/W
=0.16 or 0.84

eg/ W
=0.28 or 0.72

=0.30r0.7
—

~

2
0

(S/So)e

(C) EF/W
=0.20r0.8 (e)

J
— 0 0.5 1.0

M/M

FIG. 8. The magnetization dependence of [s(M)/s,]% to
which the bulk modulus is proportional, calculated in the same
way as in Fig. 6 for the model electronic density of states of Fig.
7. We put £=0 and the horizontal lines in each frame indicates
the origin of the ordinate.
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kyT |’
F(0)=N(0) |l—a . 4.2)

F
with O (|a|)=1, we have
2
T |dBy. (D) kp T )

: = ~107377 4,
B.. AT e 0 , 4.3)

where we assumed €p~1 eV. If we put T~T. in Eq.
(4.3), we have for Feg sNisy; 5 (T¢=~370 K) and Ni
(Tc~630 K), respectively, ~2X1073 and ~4X1073.
The corresponding observed values for those systems are,
respectively, ~0.4 (Ref. 3) and ~0.2 (Ref. 5). The
discrepancy between the expectation from Eq. (4.2) and
actual observation is a factor of ~ 102. Thus, as far as the
temperature dependence in the paramagnetic state is con-
cerned the result of Eq. (4.1) is quite insufficient; the situ-
ation is quite different from the case of the ferromagnetic
state.

A possible way to remedy this difficulty might be to re-
place the Stoner susceptibility by a Curie-Weiss suscepti-
bility in Eq. (4.1). However, not only is such a procedure
not justifiable but also the sign of the observed linear T
dependence is not always positive contrary to what is ex-
pected from such a replacement.

In summary, for T <T¢, B, ,,(M) can fairly well ac-
count for the observed various elastic behavior of
itinerant electron ferromagnets. For T > T, however,
B »(T) completely fails to explain the observed various
temperature dependence of the elastic constant.

Now, from our discussion in Secs. I, II, and III, we
know that the bulk modulus is given as

B=Vd*F, ,+AF, +F,,)/dV?

EBe],m +Bel,c+Bph . (4.4)

Besides B, ,,, we have to consider B, . and B ;. As we
have done for the magnetovolume effect in Secs. II and
III, here we concentrate on the phonon effect on elastic
constant, Bph. Then we will find in Sec. IV B that for
TX®p/3, By, becomes proportional to T with either
positive or negative sign, and with coefficient of enough
size. There is, however, an additional source of linear T
dependence in B of similar importance. It is the effect of
the thermal volume expansion on B, ,,. We first discuss
this subject Sec. IV A. Finally in Sec. IV C we find that
for the ferromagnetic state of a metal, the contribution of
B, is much less important than that of B, ,,. By supple-
menting B, ,, with such B, now we can account for the
temperature dependence of bulk modulus of ferromagnet-
ic metals both for T < T¢ and T > T.

A. The effect of thermal expansion on the bulk modulus
in the paramagnetic state

The effect of thermal volume expansion AV on B, ,, of
Eq. (4.1) may be written as
ABy ,(T)/B, ,,(T)=8AV/V , (4.5)

where for TR ®p /3 we have
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AV _ Y pNkp
v = VB, AT (4.6)
from Eq. (3.3), and
8=dInB, ,,/dInV
=—(a+1)—[(c —a)é+(a—b)V]/(E+1—-V), 4.7

the parameters a, b, and ¢ being defined in Egs.
(2.26)-(2.28). By inserting Eq. (4.6) into Eq. (4.5) we ob-
tain

dB ,,(T)/dT =38y pNkg/V (4.8)

for the effect of thermal expansion on the temperature
dependence of B ,,,.

As we have seen in Sec. III, ¥ p is positive and O(1) in
the paramagnetic state of a metal. As for §, from Eq.
(4.7) it is likely to be negative with magnitude ~O(1).
Thus Eq. (4.8) is estimated as

T dB,,(T)
By, (T) dT

(4.8")

therm. exp.

Then, comparing to Eq. (4.3), we find that the effect of
the thermal expansion on B, ,(T) is much larger than
that of the thermal smearing of the Fermi distribution in
F(0) by the factor of (e /kpT).

B. Phonon effect on bulk modulus in the paramagnetic state

If we note that in Eq. (4.4) F,;, of Eq. (2.17) depends on
V only through the Debye frequency wp, the phonon
contribution to bulk modulus is obtained as

2
B = d°F,,
ph dVZ
deh dZCOD dZth de
d(l)D de da)%) dav
N | P(T/0p) 130 (4.9)
= ——’}/ —_— N .
v Yp D D ®p
where we put
, _yrdiwp
Vo= a2 (4.10)
and
0 T |__ szph
g T pl|® | 3
(O T exp(®, /T)—1
4 4
4: 67:_ for T <<®p
D
= 4.11)
*GST— otherwise ,
D
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where D (x) is the Debye function of Eq. (2.18). yp is the
Griineisen constant in the paramagnetic state given by
Eq. (3.6) and the function P(x) is introduced in Egs.
(2.23) and (2.24).

As can be seen from Fig. 9 the function Q(T /@)
defined in Eq. (4.11) behaves as T /@[, except at very low
temperatures. As for yp, the second-order Griineisen
constant, we can derive an expression valid for T < T,
as well as for T'> T¢. Since the result is quite complicat-
ed, however, here we present only the result for T > T,

Yo=Trp/3=yp—%+c?/2

+1(sg/s)[(a*—cH)+V(c2—b?)] . (4.12)

As was with yp, it is difficult to estimate y),, but from
Eq. (4.12) it appears that ¥}, can be either positive or neg-
ative with magnitude O (1).

Thus, by going back to Eq. (4.9), for TR @, /3 we find

B =Nkp(yp—vp)T/V . (4.13)

If we compare this result with Eq. (4.8), we realize that
the effect of the thermal expansion on B, ,, is of the same
size as that of B,;. Summing B, ,, and B, for the bulk
modulus in the paramagnetic state we have

B m+Byn=By(s /sy +dNk, T /V
=Q2nep/3V)[E+1—VF(0)]
+dNkgT/V , (4.14)
with
d=yp8—yp+7p . (4.15)

In d of Eq. (4.15), as we already noted, 8 is likely to be
negative, while v, is likely to be positive; as for yp, it
can be either positive or negative. Thus, if we note
O(lyph=0(yp)=~0(]8])~0(1), we find

d=*0(1). (4.16)

O : . . L
0 2 4

T/6p

FIG. 9. The illustration of the function Q(7/®p) defined in
Eq. (4.17).
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The linearly temperature-dependent contribution of
Eq. (4.14) with d of Eq. (4.16) can now reproduce such
observations as given in Refs. 3-5; d ~0O (1) for Fe-Ni
Invar and d ~—O(1) for Ni. In the case of Fe-Ni, at
higher temperatures the temperature dependence of B be-
gins to deviate from linear one and changes its sign. Such
a behavior may be understood by considering the temper-
ature dependence of B, more in detail by including that
of F(0), as we recently did in analyzing the temperature
dependence of the magnetic susceptibility of Y,Ni,.2?

C. Phonon effect on the bulk modulus in
the ferromagnetic state

At the beginning of this section we confirmed that in
the ferromagnetic state of a metal the observed diversified
temperature or magnetization dependence of an elastic
constant can be satisfactorily accounted for by B, ,,(M)
or [s(M)/sy]* of Eq. (2.11) alone. Such a situation sug-
gests that in the ferromagnetic state the contribution of
B,y is much less important compared to that of B,
quite contrary to the situation of the paramagnetic state.
Let us show actually that is the case.

Note that Eq. (4.9) is valid also in the ferromagnetic
state. Then we have

2
_ s
Bel,m+Bph—-BO ;;
NﬁCDD T
+ P = |—92 —_—
2
=B, SLJ [1+R (D] 4.17)
0
with
Nwp [so |
@ p 0 T T
—_ v ’ P —a,2
VBO s l ‘},D ®D 'VDQ ®
(4.18)

where we did not include the effect of thermal expansion
on Belm If we note P(T/®p)=Q(T/Op)=~0(1), and
(s/so) ~0(1) we find

fiop

EF

Nﬁﬂ)D

~1072
VB,

O(|R))=0 (4.19)

Thus, in the ferromagnetic state of a metal, the tempera-
ture dependence of a bulk modulus is dominated by that
of B, ,, through [s(M)/sy1% [s(M)/s,]* can change by
order unity in the ferromagnetic state. Consideration of
the effect of thermal expansion, the size of its contribu-
tion being the same as that of R, does not change the
above result.

Note that Egs. (4.17)-(4.19) are valid in the paramag-
netic state too; there, however, unlike in the ferromagnet-
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ic state, the temperature dependence of bulk modulus is
dominated by that of B ,; in the paramagnetic state, the
temperature dependence of B, through (s /50)? is
much smaller than that of B, as we saw in Sec. IVB

V. CONCLUDING REMARKS: ISOTOPE EFFECT
ON AV, (M)

In this paper we have discussed on the role of phonons
in the volume and elastic behaviors of ferromagnetic met-
als. We have shown the importance of treating phonons
and electrons on the same footing in dealing with these
subjects as was the case also in elucidating magnetic
properties of metals.

All the previous theories™’ attributed the origin of
anomalous volume behavior entirely to the effect of elec-
tron correlation; the phonon effect on volume AV, is as-
sumed to always behave “normally” as in nonmagnetic
metals. In this paper we have shown such prevailing
premises are not justified. On the contrary, even with
AVph(M ) alone, without considering the possible effect of
electron correlation at all, we can understand the diverse
characteristic volume behaviors of itinerant electron fer-
romagnets quite satisfactorily.

Our such finding in this paper seems to cast a rather
grave question on the validity of the recent theories of
itinerant electron ferromagnetism. All of those recent
theories are based on the common ground of entirely
neglecting the role of phonons such as we discussed in
this paper. They attribute all the observed deviations
from the mean-field approximation prediction entirely to
the effect of electron correlation. If the phonon effect on
magnetovolume, and magnetic properties in general, is as
large as we have found, we have to fundamentally modify
such understanding of itinerant electron magnetism.

Note that if the phonon effect is a dominant origin of
the magnetovolume effect we may observe an isotope
effect in the volume at low temperature of an itinerant
electron ferromagnet. If we put the ionic mass and its
isotopic difference, respectively, as M; and 8M;, by as-
suming ®,, « M;” /2 in Eq. (2.38), we have

SAV (M) 1 M,

VaMy) 2 M,

1,7

(5.1)

for the change in the phonon effect on volume at
T <<®p. For an Invar system, since generally
|AV 1 (M) /VI=1072, if |8M,;/M;|~1072, we expect
|5AV h(MO)/V| ~107% An isotope effect of this magni-
tude on volume may be observable.

One feature of recent theories on magnetovolume
effect, and itinerant electron ferromagnetism in general,
is to require the presence of localized moments. We have
shown, however, that if we consider the effect of the
electron-phonon interaction, it is not necessary to have
such localized moments. In this respect it would be very
interesting if we can decide experimentally whether local
moments are present or not in an itinerant electron fer-
romagnet. Such experiments are now beginning to be
done.?® The conclusion, however, appears not to be
definitive yet.
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