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Abstract: This paper gives a summary of a new insight into basic electron transport characteristics
in crystalline elemental metals. The general expressions based on the Fermi-Dirac distribution of
the effective density of the randomly moving electrons, their diffusion coefficient, drift mobility, and
other characteristics, including the Einstein relation between diffusion coefficient and drift mobility,
are presented. It is shown that the creation of the randomly moving electrons due to lattice atom
vibrations produces the same number of electronic defects, which cause scattering of the randomly
moving electrons and related transport characteristics.

Keywords: effective density of randomly moving (RM) electrons; diffusion coefficient; drift mobility;
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1. Introduction

The resistivity of crystalline elemental metals above the Debye’s temperature in-
creases linearly with temperature, and this behavior is usually explained by charge carriers
scattering due to lattice atom vibrations: due to an increase of the magnitude of the
electron-phonon scattering cross-section [1-9]. It has also been proposed that all valence
electrons in the conduction band can freely move and can be scattered, but this proposition
is completely wrong and contradicts the Fermi-Dirac statistics.

It is well known that the Pauli exclusion principle and the Fermi-Dirac statistics for
electrons explain the experimental results of the electronic heat capacity of metals: why
metals and isolators have around the same heat capacity. The resolution of this paradox is
one of the greatest success of the Sommerfeld’s model [1,10,11]. The main conclusion from
this model is that only a small part of the conduction band electrons can move randomly,
that their energy is close to the energy of Fermi level, and that electrons which energy
is well below the Fermi level energy cannot change their energy because all neighbor
energy levels are occupied. On the other hand, the main uncertainty of the Sommerfeld’s
model is that it does not strictly define the effective density of the randomly moving (RM)
electrons, which can be scattered and produce the Brownian motion, and which can be
affected by external fields. Moreover, by using this model with the spherical Fermi surface,
it was pointed out that this model follows the Drude conductivity model of metals, but
for metals the latter cannot be applicable in principle. There also are uncertainties in the
determination of both the density-of-states (DOS) at the Fermi level energy and the Fermi
level energy because the Fermi surfaces for many metals are not spherical and they have
very composite forms [12].

There are many questions, for example, how to get the total density of the electrons in
the conduction band having the Hall effect data of metals and considering that only small
part of electrons in the conduction band takes part in the conduction; how to strictly define
the density of the RM electrons and their related kinetic characteristics; and are the valence
electrons in metals really free?
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This critical summary is mainly addressed in the application of the effective density
of the RM electrons for the description of the basic electron transport characteristics in
crystalline elemental metals.

2. Results and Discussion
2.1. The Effective Density of RM Electrons in Crystalline Metals and Related Characteristics

The total density 7 of the electrons in the conduction band is described by DOS g(E) in
the unit volume as:

n= [ s(E)F(ENE, M

where the Fermi distribution function is:
f(E) =1/[14+exp(E —1n)/kT] ~1/[1+ exp(E — Eg) /kT], 2)

here 7 is the chemical potential, and # ~ Eg (here Ef is the Fermi level energy) because
the difference between these quantities is only about 0.01% at room temperature; k is the
Boltzmann's constant; and T is the absolute temperature.

The density of the free randomly moving (RM) electrons depends not only on the DOS
g(E) of the electrons in the conduction band and Fermi distribution function f(E), but it also
depends on the probability f1(E) =1 — f(E) that at a given temperature T the electron can
be thermally scattered or change its energy under the influence of the external field.

Therefore, the effective density of the RM electrons #,¢ is defined as [13,14]:

nee = [ SEM(E)1 — FENAE = kT [~ g(E)(-0f(E)/o)dE. @)

This Equation is valid for homogeneous materials both with degenerate and non-
degenerate electron gas. From this Equation, it also follows that the term:

p(E) = (—9f(E)/9E)= f(E)[1 — f(E)]/KT €

is the probability density function of energy E of free RM electrons. The function p(E) meets
all requirements of the probability theory and is in agreement with the Pauli exclusion
principle. The probability density function p(E) is presented in Figure 1. The area restricted
by the dashed line is equal to 1, and the effective width of the p(E) in energy is AEq¢ = 4kT.
Thus, the effective density of RM electrons is stochastic quantity, while the total density of
valence electrons in the conduction band is a constant quantity.

10

p(E), eV

Figure 1. Illustration of the probability density function p(E) dependence on the energy of the RM
electrons near the Fermi level energy Er =2 eV at T =295 K.
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The average value of any random function x(E), depending on the energy E of the RM
electrons, can be completely determined as:

e}

<x(E)> = [ «(E)P(EENE, 5)

0

For materials (semiconductors) with non-degenerate electron gas, the probability
[1 — f(E)] ~1 because f(E) << 1, and all electrons in the conduction band take part in
random motion, and their density is described as (1). It is the case when the classical
statistics are valid. In the case of highly degenerate electron gas, the relation (3) can be
presented in the following form:

neif = §(Ep)kT << n, (6)

where ¢(Ep) = g(E) at E = Ef. There it can be pointed out that 7. at a given temperature
T is only determined by the DOS value at the Fermi surface, and it does not depend on
the DOS distribution form in the conduction band, and on the form of Fermi surface, i.e.,
this relation is also valid for elemental transition metals. The g(Er) values can be obtained
from the experimental data of the electronic heat capacity measurements [15,16]:

@)

The electronic heat capacity parameter - for all elemental metals is determined and
tabulated [15,16]. If we use the Sommerfeld’s model based on the spherical Fermi surface
we will get the DOS values g(Er) with very large uncertainty for metals with composite
Fermi surfaces [13,14]. The relation between the density of the RM electrons and the total
density of the valence electrons is shown in Figure 2a.

Ca = (72/3)3(EF)’T = 4T.
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Figure 2. (a) The DOS at the Fermi level energy ¢(Er) (right scale) and the effective density of the RM electrons ¢ (left
scale at T = 295 K, calculated by Equation (3)) distribution on the total density of the valence electrons in the conduction
band for elemental metals. The dash line (right scale) is under Sommerfeld’s model. The data ¢(Er) are calculated by
Equation (7) by using the electronic heat capacity values [15,16]. (b) Illustration of the DOS g(E) and g(E)f(E) functions (left
scale) on the energy of the electrons in the conduction band with parabolical energy band. The light grey area represents the
total density 7 of the valence electrons (calculated by Equation (1)), and the dark grey area represents the effective density
1e¢ of the RM electrons (calculated by Equation (3)). There are also presented the Fermi functions f(E) and [1 — f(E)] (right
scale). Figure 2a with permission of the Nova Science Publishers.

In agreement with quantum mechanics, the electrons in the ideal periodicity crystal
are arranged in energy bands according to the Bloch waves. Each primitive cell exactly
contributes only one independent value of the wave vector to each energy band [2,15,17].
In the three-dimensional case, there are 2N independent orbitals in each energy band,
where N is the number of primitive cells in the sample with the volume V. It can be here
pointed out that the obtained result does not depend on both atom or electron masses. If an
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electron energy belongs to the conduction band, it does not automatically (by itself) mean
that it can randomly move or can be scattered by thermal lattice vibrations. A schematic
illustration of Equations (1)—(4) and DOS g(E) functions for the parabolic energy band (for
metals with spherical Fermi surface) is shown in Figure 2b.

The dark gray area represents the effective density of RM electrons n.¢ (estimated
by Equation (3)); these RM electrons can be scattered and produce the Brownian motion
and change their energy, but the other part of the electrons (1 —n,¢) cannot be scattered
and change their energy. The probability density function that these electrons can be
scattered is equal to zero. Moreover, these electrons are not affected by lattice thermal
vibrations, because the variance of the thermal energy for these electrons is < AE? > = 0.
Therefore, that part of the electrons is localized and bonded to their native ions. The
solid line in Figure 2a has been calculated by using well-known Sommerfeld formula
g(Ep) = [m/(1®7?)]/2mEg with m equal to the free electron mass. To get the agreement
of Sommerfeld formula with experimental data, it is used a particular effective mass of the
DOS of elemental metals [1,8,11], but the DOS in the energy band is caused only by the
number of primitive cells in the sample [2,15,17].

The average energy of the valence electron in the metal is smaller than in the isolated
atom. This decrease in the energy of the valence electrons in metals causes the binding
energy of atoms in crystalline elemental metals [1,18]. The valence electron wave functions
overlap substantially with that of the neighbor atoms [2,11,15], but they remain associated
with the native atoms: The valence electron charge cloud density is concentrated near
the parent ions. Only the valence electrons with energies that are close to the Fermi level
energy due to lattice ion vibrations can be released, produce the Brownian motion in the
metal crystal, and can leave the native atoms; they become free and can randomly move in
the crystalline metal. Thus, the free electron term can be used only for free RM electrons,
the other part (n—neg) of the valence electrons is localized near the native ions. Here we
want to point out that part of the electrons (1 —n,¢) is not free yet for alkali metals though
their Fermi surfaces are almost spherical.

2.2. Diffusion Coefficient and Drift Mobility of RM Electrons

The electrical conductivity ¢ and the free electron diffusion coefficient D are related
by the following general expression [19,20]:

o =q*D(3n/3n)r. ®)

After a simple calculation of the derivative n on the chemical potential 7, the following
expression is obtained:

2 00 5
o= T2 [ aeprE)n - feaE = TP, o

where 14 is described by (3). Equation (9) shows that the conductivity in all cases is
determined by the effective density of RM electrons. The same expression is also obtained
from the Boltzmann kinetic Equation [4,21] and from the description of the electric thermal
noise [13].

On the other hand, the conductivity can be described as:

0 = Jpdrift"eff, (10)

where gy is the drift mobility of the RM electrons. From relations (9) and (10) it follows
the Einstein’s relation between the diffusion coefficient and the drift mobility of the free
RM electrons:

D/parise = kT/q. (11)

Equations (9)-(11) are valid for all homogeneous materials with a single type of
charge carrier at any degeneracy degree. The relationships between the conductivity,
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diffusion coefficient, and drift mobility of the RM electrons for elemental metals at 295 K
are presented in Figure 3a. From this figure it follows that the drift mobility for most of the
elemental metals is many times larger than the Hall mobility [22,23].
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Figure 3. (a) Relationship between conductivity, diffusion coefficient (left scale, calculated by Equation (12) by using the
experimental conductivity data) and drift mobility (right scale, calculated by Equation (10)) of the RM electrons for elemental
metals at T = 295 K (the conductivity values are taken from [15,16]). (b) The effective scattering cross-section o caused by
electronic defects of elemental metals distribution on DOS at Fermi surface at T = 295 K. Figure 3 with permission of the

Nova Science Publishers.

For elemental metals, the conductivity (9) can be described as
o = q°g(Er)D = (1/3)4°¢(Er)vi T, (12)

where vg and T are, respectively, the velocity and relaxation time of the RM electrons at
the Fermi surface.

2.3. The Scattering of the RM Electrons and Their Mean Free Path

From Equation (12) it follows that the diffusion coefficient is related to at least five
transport parameters of the RM electrons:

oy 1 1
D = m = 501231'1: = glFTFr (13)
where I is the mean free path of the RM electrons.

The most important parameter characterizing the scattering mechanism of the RM
electrons is their mean free path. According to the quantum mechanics, the free electrons
can freely move in the ideal periodic lattice of the metal crystal without any scattering by
ions [1,5,15,17,21]. Therefore, the scattering of free electrons can be only in spots where there
are distortions of the periodicity of the potential energy of the ideal lattice structure. The
resistivity of metals is caused due to the scattering of free electrons by impurities, vacancies,
interstitial atoms, dislocations, boundaries of grains, and the surface. The electron mean
free path due to the named defects almost does not depend on temperature, and their
dominance appears at low temperatures. In the temperature range above the Debye's
temperature, the mean free path changes as 1/T, while below the Debye’s temperature
it usually changes as T~°. Considering that the effective density of the free RM electrons
increases with temperature [ n.¢ = g(Eg)kT ], another explanation mechanism is needed
to explain the electron scattering cross-section by lattice vibrations.

Now, let us return to the Fermi distribution function. The average effective density of
the RM electrons in elemental metals is ne¢s = ¢(Ep)kT, which are produced by thermal
vibrations of some of the atoms, i.e., by atoms which have valence electrons with energy
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near to Fermi level energy. It means that on average there is an effective density of atoms
Negt, which can generate free RM electrons, and it may be expressed as

Nege = nege = g(Ep)kT. (14)

These N¢ atoms generate free RM electrons, which lose the parent atoms to large
distances of order of the electron mean free path and also produce both not completely
screened positive ions and local distortions in the periodical distribution of the charge
density. Considering that these defects do not produce any distortion in the lattice structure,
such defects are named as electronic defects [22,23].

The other part (Nat — Negf) of atoms that have valence electrons with energy well
below the Fermi level energy does not have sufficient thermal vibration energy to excite
RM electrons near to Fermi level energy (here Ny is the density of metal atoms). In other
words, the part (n—n.g) of the valence electrons which energy is lower than Er by at
least several units of kT, due to Pauli exclusion principle and Fermi-Dirac statistics, is not
affected by lattice vibrations, because all neighbor energy levels are occupied. It is the most
important property of such electrons. Moreover, this part of electrons has no influence
on the motion of the free RM electrons. Thus, the Pauli exclusion principle drastically
reduces the number of processes by which valence electrons can interact and be scattered
by ions and other electrons. The vibrations of the (Nat — Negf) atoms can be interpreted as
neutral atom vibrations: the part (n—n,¢) of valence electrons is sufficiently tightly bonded
to their parent ions, and they move together with ions because they cannot change their
energy. Usually, the movement of electrons without the energy changing corresponds to
their stationary motion.

Therefore, with a temperature increase, the thermal vibrations of the lattice ions
stimulate the increase of the RM electron density 7., and at the same time produce the
same density Ne¢ of the local distortion spots (electronic defects) of the potential (or charge
density) periodicity.

Then the electron mean free path I of the RM electrons in metals can be described as:

Ig = vpTe = 1/ (CetNetr) = 1/ [0t (Er)kT], (15)

where vp and 1y are, respectively, the electron velocity and their relaxation time at the Fermi
surface; and o, is the effective scattering cross-section of the RM electrons by electronic
defects. On the other hand, the average relaxation time can be described as:

Tp = 1/ (CefiNettVr) = 1/ [0e (EF)vgkT]. (16)

From Equations (15) and (16) it follows that the effective scattering cross-section of the
RM electrons at temperatures over Debye’s temperature does not depend on temperature.

As it is shown in [23], the effective scattering cross-section of electrons o by electronic
defects depends on the ratio of the exchange of the thermal energies between the electronic
defect and RM electron:

Oeft = Oeifo!Tph(T/©), (17)

where 0,0 can be evaluated from (15) at room temperature; © is the Debye’s temperature;
and 17p,(T/©) is the phonon mediation factor accounting for the RM electrons scattering
by electronic defects [23]:

4x5dx
J(1—e )"

7pn(T/©) = T/®4/ (18)
0

The effective scattering cross-section of electrons o = 0oy distribution on the DOS
at the Fermi surface at Ty = 295 K evaluated by (15), and by using the electron mean free
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path data from [23] for elemental metals, is shown in Figure 3b. It is seen that the obtained
cross-section values o, on average correspond to atom cross-section values.

The resultant average relaxation time Tys in a wide temperature range can be
described as:

1/ Tres = (1/ Tegf) + (1/Tirnp)/ (19)

where T = 1/ |:0'eff017ph(T/ Q) g(EF)kaT} , and Timp = 1/ (CimpNimp¥r) is the electron
relaxation time due to their scattering at low temperature by various impurities and
structure defects of the lattice; oy is the electron scattering cross-section by impurities;
and Ninp is the impurity density.

Then the resistivity of the elemental metal in the overall temperature range can be
described as:

p(T) = po +p(To)(T/To) npn(T/©), (20)

where py is the residual resistivity due to electron scattering by imperfections of the lattice
defects, and p(Tp) is the resistivity at T =295 K.

An illustration of the applicability of the relation (20) for the estimation of the resistivity
is presented in Figure 4a for Sr, Au, Cu, Mo, and Al, and in Figure 4b for Pd, V, Ag, Zn, and
W in temperature range from 1 to 1000 K.

10°
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Figure 4. Electrical resistivity of Sr, Au, Cu, Mo, and Al (a); and Pd, V, Ag, Zn, and W (b) dependence on temperature (dots
are experimental data [16], the solid lines are calculation results by Equation (20); in brackets near the metal chemical sign
there is the Debye’s temperature ® in K used for calculation).

3. Conclusions

It is shown that the electron transport characteristics in elemental metals are caused by
randomly moving electrons at the Fermi surface, but not by the total density of the electrons
in the conduction band. The creation of the RM electrons by the lattice vibrations produces
the same number of electronic defects, which causes the scattering of the RM electrons. It
allows to estimate the real characteristics of RM electrons of crystalline elemental metals,
such as their diffusion coefficient, drift mobility, average relaxation time, and average
scattering cross-section caused by electronic defects. It is shown that the Einstein relation
between the diffusion coefficient and drift mobility of the free RM electrons is valid at
any degree of degeneracy of electron gas. It is also shown that at temperatures over the
Debye’s temperature, the scattering cross-section of the RM electrons does not depend
on temperature. The valence electrons, which energy is lower by at least several units of
kT than the Fermi level energy, can only move around the native ions because the energy
of ion thermal vibration is not sufficient to excite them into the range of the Fermi level
energy with free energy states.
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