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Abstract. Using the quantum transport equations for interacting electrons and phonons we
study the phonon effects in the thermoelectric transport in impure metals. The contributions of
both equilibrium phonons (the diffusive part) and non-equilibrium phonons (the drag effect) are
investigated. We show that the drag effect which dominates in the thermopower of pure samples
is strongly suppressed even by a small impurity concentration owing to the inelastic electron—
impurity scattering processes. As a result we find the form of the phonon drag thermopower of
an impure metal taking into account both normal and Umklapp processes of the electron—phonon
scattering.

1. Introduction

The thermoelectric transport properties of metals are difficult to calculate and measure
compared with the electrical transport properties. From the theoretical point of view
this difficulty is because of the compensative nature of the thermoelectricity. Indeed, the
thermoelectric effect in metals is a small result of two opposing currents owing to electrons
and holes which almost completely cancel. The surviving small difference strongly depends
upon the electron band structure, the phonon spectrum and the peculiarities of the scattering
mechanisms. The measurable quantity is the thermopower, or the Seebeck coefficient,
S = —B/o, whereo and B8 are the conductivity and the thermoelectric coefficient,
respectively (defined ag = o FE + BVT, wherej, E and VT are the electric current,
external electric field and temperature gradient, respectively). In the most simple scenario the
thermopower of a normal metal contains two contributions. The first of them is the diffusive
part S; connected with the expansion of the energy-dependent electronic parameters near
the Fermi level by the paramet@y Er (T is the temperature, anflr is the Fermi energy).

The diffusive part of the thermopower is negative for electrons and positive for holes. The
second relevant term is the so-called phonon drag contribution which is induced only by the
non-equilibrium correction to the phonon distribution function and has the @ftje® )3

(®p is the Debye temperature, and we consider the low-temperaturef'cased p). It is

clear that the phonon drag contributiSp can be ignored only at rather low temperatures

T < (®p/Er)Y?20p. S, has the same sign & for normal electron—-phonon processes,
and the opposite sign for Umklapp electron—phonon processes. Thus, the total sign of the
phonon drag contribution is conditioned by the form of the Fermi surface, which governs
whether the normal or the Umklapp processes dominate. The interplay of the twoSerms
and S, can explain the features of the thermopower of pure metals [1].
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The situation with dirty metallic systems and alloys is much more complicated because
the mechanism of the influence exerted by impurities on the phonon drag was not well
understood until now. It is clear from the qualitative point of view thiats maximal when
electrons are the main scatterers for phonons, while the activation of other phonon scattering
mechanisms results in the rapid suppression of the drag effect. At high tempefatures,
the phonon—phonon scattering plays the essential role leading tg Thdekrease i, with
the temperature growth [1, 2]. At low temperatures the effective rate of the phonon—phonon
scattering falls off ag3 (g7 ~ T/u is the characteristic wavevector of a thermal phonon,
andu is the sound velocity). Moreover, the scattering of long-wave phonons on each other
conserves the total wavevector, and hence such processes cannot be responsible for the
relaxation of the total quasi-momentum of the phonon subsystem. This relaxation requires
the Umklapp processes, and their probability falls off exponentially at low temperatures as
exp(—Ag/T), where Ag has the order of the Debye temperat@g. In dirty metals or
alloys the direct phonon scattering on impurities with its probability proportionay,a;7
(cimp is the impurity concentration) can also become sufficient for the suppression of the
phonon drag contribution. At the same time, the scattering rate owing to this mechanism
quickly decreases with the decrease of temperature and cannot be responsible for the low-
temperature suppression 6f in dirty systems. We have shown that this suppression
may take place at lower impurity concentrations than those required for the effective direct
phonon—impurity scattering [3]. This fact is the result of the processes of inelastic scattering
of electrons on impurities with the emission or absorption of a phonon accompanied by the
dissipation of the total momentum of the phonon subsystem. This inelastic electron—impurity
scattering also makes an important contribution to the conductivity of an impure metal at low
temperatures together with other electron—phonon—impurity interference processes [4, 5].

To estimate the relative change of the phonon drag contribution to the thermopower
of an impure system one must take into account that at low temperatures the ratio of the
phonon emission or absorption rate owing to the inelastic electron—impurity scattering to
the rate of ‘pure’ phonon—electron scattering is of the oKger)~1, wherel is the electron
mean free path [5]. Thus, the relative correction to the phonon drag contribution to the
thermopowersS, (the ‘drag thermopower’) owing to such processes assumes the following
form

Ss (€imp) — $(0) N_iw_cimp@. (1)
S.(0) qrl T

Many aspects of the phonon effects in the thermoelectric transport have been widely
discussed. Phonons can affect the thermoelectric power in metals in two ways. The first
is the influence of virtual phonons with the characteristic wavevector of the order of the
Debye one. These phonons renormalize the thermoelectric power similarly to the electron
mass enhancement [6, 7]. The second way is connected with thermal (real) phonons which
affect the diffusive component (inducing the corrections similar to Bloch contribution to
conductivity) and are also responsible for the drag component. The electron—phonon
contribution to the diffusive thermopower was studied quasi-classically in a number of works
(see, e.g., [8,9]). The drag contribution to the thermopower was studied theoretically using
the Boltzmann equation in the relaxation time approximation in [10,11] (for a 3D metal)
and in [12, 13] (for a 2D metal) and experimentally in [14—-16] and very recently in [17]. In
an impure metal at sufficiently low temperatures the electron—phonon scattering interferes
with the impurity scattering generating the additional corrections both to the diffusive and
to the drag thermopower. In this regime the quasi-classical approach becomes inadequate
and one should use the system of quantum kinetic equations for electrons and phonons.
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The role of the thermal phonons in the thermopower of impure 3D metallic systems at low
temperatures is discussed in the present paper.

The paper is organized as follows. In section 2 we formulate the quantum transport
equations for the interacting electron—phonon system with phonons supposed to be non-
equilibrium. In section 3 we study the phonon-induced corrections to the diffusive
component of the thermopower. The phonon drag component in impure metals is studied
in section 4. Finally, in section 5 we compare different contributions and discuss the
experimental situation.

2. Kinetic equations for electrons and phonons

In this section we describe the formalism that can be used to investigate the electron—phonon
kinetics of normal metals. This formalism is based on the diagrammatic technique for non-
equilibrium systems developed by Keldysh [18] where the Green functions of electrons and
phonons, as well as the electron self-energy and the polarization operator are represented

by matrices:
0o G4 ~ 0 DA
~\G*t G° D={pr pc

N ¢ xR = nc nmne

(1 %) (L)
Here the indicest and R stand for advanced and retarded functions, respectively, while the
diagonal component§¢ and D¢ contain the information about the statistical distribution
of electrons and phonons. The kinetic equation for electrons was derived in [4, 18] where
thermal equilibrium was assumed for the phonon subsystem. However, it is well known
that the thermoelectric response is governed by two equally important contributions, the
diffusive thermopower and the drag effect. The former is connected with the electron—hole
asymmetry, and the latter is the contribution of the non-equilibrium of the phonon subsystem.
Indeed, if the phonon—electron interaction is not small compared with other mechanisms of
phonon scattering, the phonons are ‘dragged’ by the non-equilibrium electrons producing
the phonon thermal current as a response to the external electric field. Hence in order
to describe the phonon drag contribution to the thermopower one has to write a separate
kinetic equation for phonons and solve it together with the kinetic equation for electrons.
The quasi-classical limit of this system of kinetic equations was studied in a number of works
(see, e.g., [19]). At high temperatures the quasi-classical approach is quite sufficient for
the description of the electron—phonon kinetics. However, at low temperatures the quantum
many-particle (interaction interference) effects become significant and must be taken into
account. For example, as we will see below, at sufficiently low temperatures the processes
of the phonon emission or absorption connected with the inelastic scattering of electrons
on impurities dominate over the phonon—phonon and direct phonon—impurity scattering.
Hence one should use a quantum analogue of the well known kinetic equation for phonons
to describe the dependence of the drag effect on temperature and impurity concentration at
low temperatures.

The derivation of the quantum kinetic equation for phonons follows that of the kinetic
equation for electrons [4,18]. We take the non-perturbed phonon Green function in the
following form

Q)

R _1pA «_ o.(q) 1 B 1
Diltw. @) = [Di(w. " = = <a)—a)k(q)+i0 a)+a),\(q)+i0> 3
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wherew, (q) is the dispersion law for the given branch of the phonon spectrum denoted as
A. First we must write down the Dyson’s equation for the phonon Green function in two
ways:

Dyt (x2) D(x2, x1) = 6,02(—iV2) [S(xz —x1) + / d*y T (xz, y)lA)(y,xl)} (4a)
Dy (x1) D(x2, x1) = 2(iV1) [sz —x1) + / d*y D(xz, (., xﬂ}&x (4b)
wherex = (t,7), Dyt(x) = —8%/3t? — w?(~iV), and 6, is the known Pauli matrix.

The equations (2) must be written separately for each branch of the phonon spectrum; the
corresponding indices of the phonon Green function and polarization operator are omitted.
For acoustic phonons in the Debye approximatigt—iV) = —u?A, whereu; is the sound
velocity andA is the Laplacian operator. Since phonons do not carry electric charge, the
Dyson’s equation for phonons does not contain the potentials of the electromagnetic field.
Taking the difference of the 22-components ofi){4nd (%), entering new variables
X = (x1+x)/2 = (t,R) andx = x, — x1 = (6,r) and performing the Fourier
transformation over the relative coordinates

D(w, q, X) :fde dr D@0, r, X) expifw — irq) (5)

we obtain the kinetic equation for phonons
o [ J | dwi(q)

a)_
at aq
[ [

2 2
+|§ {@2(g), I D" + TRDC) + 12 (@2(—q), DFIIC + DCITA), ©)

VR} D¢, g, R, 1) = 0f(@)[1°(D* — D*) — DC(MF — 1)

+= 0X(@{D® + DA, 1€} + - 02(g){D, ¥ + 1%}

Here we introduced the Poisson brackets arising from the non-homogeneity of the system
(see [4])

_ (308 bgdr\ | (9f bg  dg bf
{f’g}_<8w 9t dw at>+(aR8q 8R8q>' "

In equilibrium D¢ = hg(w)(D® — D*) whereho(w) = cothw/2T). In the general case
this component can be presented in the following form

D¢ = h(w, q, X)(DR — D*) + %{DR + DA, h). (8)

The left-hand side of (6) may be expressed{@ i, w? — w?(q)}. Substituting (8) into (6)
we obtain

i{h, 0* — 0?(@)}(DX — D*) = w?(g)[T1€ — h(ITF — T1%) + IE{h, X + n4}(pk — p*)
+'§w§(q){DR + DA, 1€ — h(IR — 1))

[
+51f(@), ¥ = h(IT* — )} (DF — D*). ©
The last two terms in (9) are quadratic with respect to the external perturbation and may be
neglected in the theory of linear response. Finally, we obtain

i{h, w? — 02(q)} = 0?(q) [TIC — R(TTR — T1*) + IE {h, TI® + T14]. (10)
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This is the general kinetic equation for phonons. The coordinate derivatives in the Poisson
brackets reflect the influence of the temperature gradigt®R = VT9/0T. If there is no
temperature gradient, all Poisson brackets vanish.

The kinetic equation for phonons is very similar to the known kinetic equation for
electrons derived in [4]

ife —e(p), S} = =€ - S(=* = =f + Li (=4 + =k, 5}, (11)

Heree is the electron energy,(p) is the electron dispersion function (we assume the single-
band spectrum, but the generalization of (11) for the multi-band case is straightforward),
and S(e, p, X) is the electron distribution function (in equilibriusy(e) = — tanh(e/2T)).
Equations (10) and (11) form a closed system for the variable funcfioard S. The
electron distribution functiors enters (10) through the polarization operaﬁ),rwhile the
phonon functiom: enters (11) through the electron self—eneﬁjy

The thermoelectric coefficients may be calculated in two equivalent ways. The first way
is to find the thermal current as a response to the external electric field, and the second way
is to calculate the electric current generated by the applied temperature gradient. The first
approach is more simple for the calculation of the drag effect because of the vanishing of
all Poisson brackets in the phonon kinetic equation

M€ — h(w, @)(IT¥ — 1% = 0. (12)

To find the drag contribution to the thermopower one must substitute the phonon distribution

function i obtained from (12) into the expression for the phonon thermal current

i dwg D¢ (w, q, E) d3q dw
w—2

dw (q) N
= E b b, = =
Q!’h q dg (@) a4 2 dq Wq (2n)4

(13)

whereb;r and b, are the phonon creation and annihilation operators; the thermal current
(13) is connected with the drag thermoelectric coefficigntsQ,, = -8, T E.

The second approach is more convenient for the calculation of the phonon corrections
to the diffusive thermopower. Here we present the main formulae for this procedure.

The electron kinetic equation for a system with the temperature gradient has the
following form

aS
VT — =1 14
VT o (S) (14)
where the collision integral
I(S):—i[EC—S(EA—ER)]—i-Ié{EA—l—ER,S}. (15)

Note that the components of the self-energy in the first term of equation (15) also contain
the corrections in the form of the Poisson brackets.
The electron distribution function is found by iterations

S(e, p) = So(€) + ¢o(€, p) + p1(€, p) (16)

wheregy is the term generated by the elastic impurity scatteringgnid the contribution

of the phonon scattering processes (or any other interactions), together with the phonon
renormalization of the impurity scattering integral. The elastic impurity scattering in our
model is described by a short-range isotropic electron—impurity potentig), = Vod(r).

In this approximationpg(e, p) = —tvVT9Sy/3T, where

T = (V(0) Nipp| Vo) ™! (17)
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is the momentum relaxation time(0) = mpr /72 is the single-electron density of states
at the Fermi level# is the electron mass ang is the Fermi momentum), andy;,,, is
the number of impurity atoms per unit volume. The valighas the order ob(0)~1. It
is assumed thalpg| > |¢1], i.e. the impurity scattering is much stronger than all other
scattering mechanisms (see also the discussion in section 4).
The electric current
d®p de

. A &pae
j= Ze/vS(e,p) ImG~ (e, p) 2m)°

is connected with the diffusive thermoelectric coefficiegifsand g, asj = B,VT, +
B, VT,,, whereVT, and VT,, are the temperature gradients in the electron and phonon
subsystems, respectively. Solving the kinetic equation for electrons assuming the phonon
subsystem to be in equilibrium, we can obtain the diffusive contribution to the thermoelectric
coefficients,. Note that the facto6* in (18) also contains the phonon-induced contribution:
8pnGA(S) = 63‘22;,1(3) where £/, is the contribution of the phonon processes into the
electron self-energy.

Below we will use the kinetic equations to describe theinfluence of the phonons
and impurities on the diffusive thermopower (section 3) and on the phonon drag effect
(section 4).

(18)

3. Phonon corrections to the diffusive thermopower of an impure metal

Similarly to the phonon effects in the conductivity of an impure metal [4, 5] one can expect

to observe two corrections to the diffusive thermoelectric coefficient: the one connected
with the pure electron—phonon interaction, and the interference correction induced by the
inelastic scattering of electrons on impurities with the emission or absorption of a phonon.

Below we will calculate the phonon corrections to the diffusive thermopower following
the procedure described in section 2. To this end, we will find the electric current as
a response to the applied temperature gradient assuming that the phonon subsystem is
maintained in equilibrium. The application of the quantum kinetic equation formalism to
the thermopower problem was described in detail in [7]. However, we emphasize that here
we are interested in the role of thermal phonons with the characteristic waveyectout
not the phonon renormalization of the thermoelectric coefficient by virtual phonons studied
in [7]. Therefore, in the calculation of the thermoelectric coefficient we will be interested
in the terms containing the imaginary part of the phonon propagat@Aimw, ¢g).

The diagrams for the electron self-energy describing the contribution of both the
pure electron—phonon interaction (the analogue of the Blodmr&sen correction to the
conductivity of an impure metal) and the interference processes (including the inelastic
scattering of electrons on impurities) coincide with those relevant to the calculation of
the corrections to the conductivity [5]. Some of these diagrams are shown in figure 1.
The vertices of pure electron—phonon scatterg’@gand of inelastic electron scattering on

impurities yl.]; have the following form (see [5]; note the difference in the definition of the
phonon propagator):

_ 2F e Vo (p—pe
k k F qe) k o p—Dple. i
ij =18.(@Kj; (@) = i =1 Ki;
8ij =8 J & 3VMN w:(q) Yij VMN w.(qQ) !

whereK}. = 2725;;, K = 2-Y2(0,);;, M is the ion mass) is the number of elementary
cells per unit volumep andp’ are the initial and final electron momenta, respectively, and
e; is the phonon polarization vector.

(19)
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Figure 1. Some diagrams for the electron self-energy. Full curves are the electron propagators,
wiggly curves are the phonon propagators, and broken curves represent the impurity scattering.

Diagram 1 in figure 1 describes the pure electron—phonon interaction, while other
diagrams relate to the interference processes. As we will see below, the contribution of
the interference diagrams to the thermopower is usually much less than that of the drag
effect. Therefore, some diagrams of this type were omitted in figure 1 (for the full set of
diagrams, see [5]). Diagram 1 gives the usual electron—phonon collision infggvak) if
one ignores all Poisson brackets in equation (15)

d3g dw
Io(e, p) = —8/ (qu)Algz(q)lz ImG§(e +w,p+q ImDf(w, @)Ri(e, p, w, q) (20)
where

Ri(e.p.w. q) = ;{h.(@, Q[S(e, p) — S(e + . p+ @] + S(e. p)S(e + . p+ @) — 1}
(21)

and the indices in (20) relate to the longitudinal branch of the phonon spectrum. Assuming
the phonons to be in equilibrium we determine the phonon correction to the electronic
distribution function¢;(e, p). Next we calculate the correction to the thermoelectric
coefficient according to the general expression (18). Finally after integration mpoves
obtain

2emr? [ d®q de dw 2
pom=-"2- | @I 1m Df (@, q) =22F

3 (2m)° q
where vy is the Fermi velocity,Rq(¢, w) is obtained from (21) with the substitution of

the equilibrium functionsSy and 4o, and the derivative over acts only on the electronic
distribution functions. The integration of the last expression avend » requires the

usual expansion of the energy-dependent electron spectrum parameters near the Fermi level
because the integrand is uneven in the zero approximation. The integration yields

rzva“

4
Be-ph = —éC(5)€05Tulz (23)

d
So(€) B_TRO(e’ w) (22)

where ¢ (x) is the Riemann zeta-functiort (5) ~ 1.03) anda = |g;(q)|?v(0)/2 is the
dimensionless constant of electron—phonon interaction. This is the contribution of the pure
electron—phonon interaction to the diffusive thermopower; in this sense it is analogous to
the Bloch—Giineisen contribution to the conductivity of an impure metal [4, 7].

Next we will study the correction to the diffusive thermoelectric coefficient induced by
the processes described by the interference diagrams as well as by the terms with Poisson
brackets in the contribution from diagram 1. Note that the interference contribution is
connected both with the longitudinal and the transverse phonons; the contribution of the latter
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is partially described by diagram 4. It will be clear from the following that the interference
contributions contain the same dependence on temperature and impurity concentration as
the phonon drag contribution described in the next section, but are much less in magnitude
by the parametet:/M. In order to estimate the magnitude of this correction we calculate
the contribution to diagram 1 induced by the Poisson brackets in equation (15). Here the
corrections to the self-energy are non-zero only due to the modificatiaH ofwe have

1 [ g dw q € 4+ w dSg(e + w)
§yA ==C = VT 2 DM w,
2| ot (0 5 VT) l8@ P == =D 0, )
«[G* %+ w.p+q) + GF(e + w.p + ). (24)

Substituting the self-energy (24) into (18) and integrating over the electron momentum we
obtain the interference correction to the thermoelectric coefficient

d3q de dw ® VT €+ 3So(€ + w)
Be—ph—imp = —ﬂ€/ s Im D (w, q)1gi(q)] ? T So(e) e .
Finally, expanding the integrand near the Fermi level and performing the remaining
integrations we obtain

(25)

2 T8
e ph—imp = —=C (4 . 26
:3 ph—imp 9§( )60[ EFMI ( )

Diagrams 2—4 in figure 1, as well as other diagrams of the same type, produce the
contribution of the same order. Apart from the longitudinal phonons contribution, two
diagrams including diagram 4 also contain the transverse phonons contribution which has
the additional facto(u; /u,)® compared with (26).

4. Phonon drag effect

Here we will use the kinetic equations for electrons and phonons described in section 2
to find the dependence of the phonon drag contribution to the thermopower (the ‘drag’
thermopower) on temperature and impurity concentration.

It is quite clear that the drag thermopower is maximal if the phonons are scattered mainly
by electrons, and the growth of the frequency of other phonon scattering processes (e.g.,
scattering on impurities and on other phonons) leads to the suppression of the drag effect.
Indeed, for a system in the external electric field these processes, unlike the scattering
on non-equilibrium electrons, tend to eliminate the angle-dependent part of the phonon
distribution function responsible for the phonon thermal current.

As was discussed in section 1, the processes of phonon—phonon and direct phonon—
impurity scattering cannot be responsible for the low-temperature suppression of the drag
effect, but the processes of the inelastic scattering of electrons on impurities with the
emission or absorption of a phonon are well suited for this role. Here we will describe
the features of this suppression in detail.

We will calculate the phonon thermal current as a response to the external electric field
assuming that electrons are scattered mainly by impurities (the so-called ‘weak Mattissen
rule’ conditions). This regime is realized in the temperature range where the effective
frequency of the electron scattering on phonons;, ~ 73/®2 (see [19]) is small compared
with that of the electron scattering on impurities;,,, ~ ™1 Tt « (®p/T)%. The fact
that the phonon scattering of electrons is negligible sufficiently simplifies the system of the
kinetic equations for electrons and phonons, because the electron distribution function in
this case does not depend on the phonon one.
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As was noted above, at low temperatures we must take account of the pure electron—
phonon interaction and inelastic scattering of electrons on impurities. For the considered
system with constant temperature the phonon kinetic equation assumes the form of
equation (12). According to [5], the vertepg’; of the inelastic electron scattering on
impurities contains an additional factor of the ordelyl compared with the vertex of
pure electron—phonon scattering [5]. This means that these processes are important for
phonons withg! < 1.

1 2
Figure 2. Diagrams for the polarization operator which contributes to the drag effect.

At first we will rewrite the kinetic equation neglecting the inelastic scattering of electrons
on impurities (diagram 1 in figure 2):

dpd
|g,\(Q)|2/ (2’;)5 Ru(e. p, @, @) IMG*(e,p) IMG (€ + v, p+q) = 0. 27)

Let us introduce the standard representation of the distribution functions of electrons and
phonons:
aSo(G) aho(a))

oe ¢ (e, p) h(w, @) = ho(w) — "o

As long as we assume that the main process responsible for the electron momentum
relaxation is the impurity scattering, the electron distribution function has the well known
form

S(e, p) = So(e) — x.(@, Q). (28)

$(c.p) = $(p) = eTvE (29)

wheree is the electron charge; = de,/dp is the electron velocity, an& is the external
electric field. After linearization the facta in (27) assumes the following form

1 dho(a))

Ri(e,p,w,q) = Z[So(e + w) — So(€)] T [¢(p+q) — o) — (@] (30)

Assuming the single-band parabolic electron spectrum, in the absence of the Umklapp
processes (27) is satisfied ¥f(q) = etqE/m, wherem is the effective electron mass.
Substituting this function into the formula for the phonon thermal current (13) we obtain
the drag contribution to the thermoelectric coefficigrtorresponding to the neglect of both
the Umklapp processes and the inelastic electron scattering on impurities

0 22 etrT?

Pe="%5 muy D
This is the known result that may be obtained via solving the system of classical Boltzmann
equations for electrons and phonons (see [382).

Now let us consider the diagrams with the inelastic impurity scattering vertices. It is

easy to see that in the combination of the distribution functi®ts p, w, q) for diagram 2
the wavevectorg is replaced by the momentum transferred to the impurity with the
addition of the integration ovep’. From the other hand, the contribution of diagrams 3
and 4 is similar to that of the diagram 1, but contains an additional factor of the ofger 1
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and may be omitted. Substituting the expressions for the vergicasd y from (19) into
(12) we obtain the equation for(q)

d®p de dho(w)
= W[SO(E + o) — So(e)] i

Im G* (e, p)

X [E%(qeuz[qb(q) - x@]IMG* e+ w,p+q)

9 d3 /
+— / L @) s — x(@]IM G (e + 0. p+ p’)] (32)
vt J (2m)

The integrals ovep appear as follows
1 d®p
avt J (2m)3

(1/241) arctarigl) (g < 2pr)

~(2pr/q9)?/(ql)* (@ > 2pp).
(33)

(Compare with (44) in [4].) Foi~! « ¢ < 2pr the integral in (33) is equal ta/4ql.

In cubic lattices the electrons do not interact directly with transverse phonons (the vertex
g, (q) for such phonons is zero). Therefore, as can be seen from equation (32), the transverse
phonons in a cubic lattice are not ‘dragged’. For longitudinal phorgns- q/q. Thus,
the following condition must hold to satisfy (32) fgi > 1

*p Pn)?
(27) p
Heren = q/q. The upper limit in the integral ovep is chosen in accordance with (33).
The divergence of the integral at> 2py is purely formal, because the expression (29) for
¢p was derived in the linear approximation and is true only near the Fermi level. Therefore,
according to (33) it is clear that the contribution of the= 2pr domain is negligible. It
is quite natural since 2 is the maximal momentum that can be transferred to an impurity
by a Fermi electron without its leaving the Fermi-surface.

Finally, we obtain

ImG2(e,p)IMGA (e +w,p+q) = {

(34)

2 9 2pF
Ezqlé¢(q@) — x(@] = —x(q)/
TVt 0

_ 4l
x(q) = ql+24/n¢(q). (35)

From this it follows that the smaller the phonon wavevector, the more its drag is suppressed.
Substituting the phonon distribution function (35) into the expression for the phonon thermal
current (13) and integrating it ovegrandw we obtain for the relative correction to the drag
thermopowerg,

Be—Fe _ | gt tpr
B2 " UEpt T

To facilitate comparison with the experimental data we will rewrite this result for the
drag contribution into the thermopowsy

2n2 T3 h upr

S, = — 1-106——— ). 37
8 45 noeuf‘ ( EFT T ) ( )

Hereng is the number of electrons in the unit volume. The only dependence of the drag

thermopower on the impurity concentration is connected with the correction (36). Note that

the factorh/Ert in (37) has the same order as the impurity concentratigh = N,/ N

(see (17)).

(36)
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Thus, in accordance with the simple estimate (1), at low temperatures the relative
correction to the drag thermopower induced by the inelastic electron scattering on impurities
may be much larger thag,,,. Accurate study of the integral (33) shows that sufficient
deviations from the first two asymptotes occur only in the narrow domain wjiere 1
where the crossover between the asymptotes takes place. Here the integral (33) quickly
achieves the constant valug¢2] andS, — 0. Hence it follows that (36) is actually valid
in the wholegy! > 1 domain, and the drag thermopower is completely suppressed at
cimp ~ T/Op. Thus at low temperatures the drag effect may be suppressed even by a
relatively small amount of impurities.

The result (37) was obtained in the assumption that the Umklapp processes are
insufficient. However, the kinetic equation (32) can be easily generalized to incorporate
these processes. To do this we must replace the argumgeinisthe functions¢, and
G2, prq N the first term in square brackets in (32) y+ G, whereG is the reciprocal
lattice vector, and add the summation o@in this term with the restrictiog+ G < 2pr,
including, perhaps, the term wite" = 0 (we will omit this restriction in all formulae to
make them more readable). All functions are assumed to be periodic in the reciprocal space,
for example,GA(e, p + G) = G (¢, p), ¢p+c = ¢p, and the integral ovep is taken over
the first Brillouin zone. After integration over ande in (32) according to (33) we obtain

124\« dpc
X(q)<;|q+a|+nq21>_;|q+a|' (38)

It is interesting to investigate the effect of impurities on normal and Umklapp processes
separately. In the absence of the inelastic scattering of electrons on impurities the second
term in brackets in (38) is absent and the corresponding fungfiog) may be expressed as

the sum of the ‘normal’ and the ‘Umklapp’ terms induced by the corresponding processes

x%@) = x3(@ + x (@) (39)

where

0 et E‘L’ /
= —qE § 40
v (@) pl’ x0(q@) = |q+G|/ |q+G| (40)

The prime at the sum emphasizes the obV|ous fact that this sum does not contain the term
with G = 0. Note that the normal term is non-zero fpr< 2pr and the Umklapp term is
non-zero only for those phonons which are able to induce the Umklapp processes. The total
phonon distribution function has gaps on all surfaces in the phonon Brillouin zone where
the Umklapp processes of a certain type are activated; these surfaces are characterized by
the equationsqg + G| = 2pF with different reciprocal lattice vector§.

Then we similarly separate the ‘normal’ and the ‘Umklapp’ contributionyi@) in
(38) (the ‘normal’ contributionyy (q) is defined asy(q) in the absence of the Umklapp
processes, and the ‘Umklapp’ terg (q) is the remainder). The normal term is suppressed
by impurities through the same factor as in (35), and the Umklapp term is suppressed as
follows (we omit the insufficient correction of the ord(eﬁil)*1

@/x%(@) = /( +ﬁ) (a1)
Xt DIxu |q+G| |q+G| 7q?)

It is easy to see that the normal term is suppressed somewhat stronger than the Umklapp
one, because the sums in (41) contain additional positive terms which effectively decrease
the ratio of the impurity term to the phonon term. However, this effect is significant only for
phonons with|g| ~ |g + G|. At low temperatures these phonons are very rare and do not
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make a sufficient contribution to the thermal current. The difference in the suppression
factors for normal and Umklapp terms may be sufficient at intermediate temperatures,
especially if the corresponding terms in the thermal current, being always opposite in sign,
are approximately equal in magnitude.

5. Discussion

Let us compare the different kinds of phonon contributions to the thermoelectric coefficient.
As we have shown above, the phonon effects in impure metals manifest themselves as
corrections to the diffusive component of the thermoelectric coefficgng(andBe—pn—imp),

as well as to the drag contributiof,. Here we will write out the order-of-magnitude
estimates for all the studied terms in the thermoposuer

1T

Sg~ e Er (429)
-2(&)
S
Se—ph-imp ™~ % <E1F)2 @iD (42d)
AS, ~ —% <®ip>2 Cimp- (42¢)

The correction owing to the Bloch—Gmeisen contribution to conductivity is much less
than the value (42 by the paramete(T/®p)? and may be neglected, while the correction
owing to interference contribution to conductivity has the same order &3 &2 is included
thereto. The estimate (4pholds if S,_,;, < S9; this inequality coincides with the condition
of the ‘weak Mattissen rule’ and may be rewrittercgs, > (T/Ep)(T/®p)2. The estimate
(42¢) is correct untile;,,, >~ T/®p; in the opposite case the drag thermopower is completely
suppressed. Note that the impurities always decrease the magnitude of the thermopower.

Comparing different contributions (5) at a certain temperaflirec ®p,, one can sort
out three concentration domains where different corrections dominate:

T (T T

£ (5;) €om g > s as =

T T

— <K Cimp L — ASg > Se—ph > Se—ph—imp (43b)

Er Op

T

®_ < Cimp <K 1: Sg — 0 Se—ph—imp > Sefph- (43C)
D

Thus, we see that the phonon drag effect plays the most important role in the
thermopower of impure metals until it is completely suppressed; gt ~ T/©p. At
concentrations (43 the dependence of the thermopower on impurity concentration is
determined by the suppression of the drag effect according te),(4hile at small
concentrations (43 it is governed by the Bloch—@neisen correction (42. In the opposite
case (43) the interference correction (42can become important. In addition, in this latter
region the inequalityr/ > 1 violates and the diagrams with multiple impurity lines become
significant.
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The obtained results are also notable for another interesting aspect. As follows from
(42b), leaving the inelastic interference processes out of account, the drag thermopower
S, (which is the observed value) of an impure metal has the same magnitude as the
thermopower of a very pure metal where one can neglect the electron—impurity scattering
and consider only the phonon-induced electronic transport [1, 19]. This unusual feature of
the thermopower is related to the fact that the decrease of the thermoelectric coefficient at the
transition from pure to impure samples owing to the shortening of the electron relaxation
time is accompanied by the same decrease of the conductivity. As a result, their ratio
remains constant. This interesting observation highlights the role of the inelastic electron
scattering on impurities in the suppression of the drag thermopower in impure metallic
systems.

Experimentally, the effects studied in the present paper could be observed in dilute
substitutional alloys at sufficiently low temperatures, < ®p/5 or even lower. We
are not aware of the detailed experimental investigations of the thermopower at different
concentrations in the relevant temperature range. Recently an experimental study of the
thermopower was done for metastable AlSi, solid solutions [17] and the suppression
of the drag contribution to the thermopower by small Si concentration was found to be in
gualitative agreement with our conclusions. However, as the situation is complicated by
a strong modification of the Al phonon spectrum i AlSi,, the quantitative comparison
with the data of [17] would be unreasonable. To verify the present theory and provide a
deeper insight into the phonon effects in the thermopower of impure metals more detailed
experimental studies of the different low-temperature contributions would be desirable.

In conclusion, we have studied the phonon effects in the thermopower of impure metallic
systems. We found that phonons affect the diffusive component of the thermopower (the
contribution of equilibrium phonons), as well as induce the drag component (the contribution
of non-equilibrium phonons), and the latter one usually dominates. At the same time,
the dependence of the drag thermopower on temperature and impurity concentration at
low temperature is strongly affected by the processes of inelastic scattering of electrons
on impurities with the emission or absorption of a phonon. These processes reduce the
total magnitude of the drag thermopower and completely suppress it when the impurity
concentration reaches,,, ~ T/©p. This is the main mechanism of the low-temperature
suppression of the phonon drag in impure metals and alloys.
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