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Analytical expressions describing the polarizability of insulators in the framework of main
mechanisms of polarization have been derived and analyzed. The obtained formula can ade-
quately describe the effects that emerge, when the electric field penetrates into a dielectric
crystal. A dielectric nonlinearity occurring at the ferroelectric-paraelectric phase transition is
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1. Mechanisms of Dielectric Polarization

The dielectric nonlinearity, i.e. a nonlinear dependen-
ce of the dielectric permittivity on the electric field,
in a vicinity of the phase transition is an important
property of ferroelectric materials, which can find its
application in superhigh-frequency electronics. With
the development of modern technologies, in particular
with the advent of nanometer-thickness films, there
emerged an opportunity to take advantage of the di-
electric nonlinearity, because the breakdown of such
films takes place at very high electric fields.

The dielectric nonlinearity itself reflects more el-
ementary microscopic processes that run in a crys-
tal, where the electric field F nonlinearly depends
on the polarizability of the insulator, a. It can be
seen by expressing the magnitude of local electric
field F in relation to the macroscopic electric field F,
ie. F' = E(e+ 2)/3, whence the Clausius-Mossotti-

. Ny
Lorentz equation £t2 = 2Nk

1 3o, can be derived. In
this expression, Nj is the concentration of atoms of
the k-th kind, and «af is their polarizability. Hence,
in order to express the dependence of the dielectric
permittivity on the electric field, it is necessary to
analyze more elementary mechanisms of polarization
in the paraelectric phase.

When an electric field is applied to an insulator,
the bound electric charges shift with respect to one
another, so that the insulator becomes polarized.
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The external electric field induces elementary elec-
tric moments p = gz in dielectric particles, where
q is the shifted electric charges, and z the relative
charge shift. Electric moments are produced by elec-
trons (shifted with respect to the nuclei), ions (de-
viated from their equilibrium positions), and dipoles
(by varying their orientation under the influence of
external forces). Those particles promote the forma-
tion of a polarized state by means of various me-
chanisms.

The polarizability is one of the most important pa-
rameters, which characterizes the mechanisms of po-
larization of insulators. It determines the ability of
an insulator to be polarized, and its magnitude is
governed by the parameters of a polarized system,
which can be described in different forms for differ-
ent polarization mechanisms. The dependence of the
polarizability on the parameters can be analyzed by
expanding the formula for the polarizability in a se-
ries and evaluating its terms. For simplification, we
will consider that there is no electric conductivity in
the insulator (¢ = 0) [2].

1.1. Features of elastic
polarization mechanisms

If the particles in a crystal structure are connected
rather rigidly and elastically with one another, the ex-
ternal action in the form of an electric field or another
influence gives rise to very small displacements of
those particles. However, since all particles in the in-
sulator become shifted at that, even a small displace-
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Fig. 1. Simplified model of electronic polarization [2]

ment of charges gives rise to the polarization. This
mechanism of polarization is called elastic.

1.1.1. FElectronic elastic polarization

In the nonpolarized state, the electron shells are
located symmetrically with respect to the nuclei.
Therefore, the center of negative charges coincides
with the positively charged nucleus, and the electric
moment is absent (p = gz = 0), because the displace-
ment of charges does not take place: x = 0.

If an electric field is applied, the orbitals in struc-
tural particles become deformed and shifted with re-
spect to the nuclei. Owing to the displacement of the
negative charge center, an elementary polarization
p = gqx > 0 arises. Since the mass of nuclei is by 3
to 5 orders of magnitude larger than the mass of elec-
trons, this is electrons and the electron cloud as a
whole that actually undergo shifting. The main con-
tribution to this polarization is given by electrons at
the outer shells, which are weakly bound with the
nucleus of an atom or ion.

The mechanism of electronic polarization has a gen-
eral character and takes place in all insulators. The ef-
fective mass of shifted electrons is much smaller than
that of atoms and ions, relatively to which they are
shifted. Therefore, this mechanism is the least iner-
tial one among the others. The stationary polariza-
tion is reached quickly and allows its contribution to
the static dielectric permittivity es; = n?, where n is
the low-frequency refractive index, to be determined.

For the maximum simplicity and the illustrative
purpose, let us consider the mechanism of electronic
polarization using the Bohr model of hydrogen atom
as an example. The absolute electric charges of a pro-
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ton and an electron equal ¢ = 1.6 x 107'? C, the
proton mass is m, = 1.67 x 1072* g, the electron
mass m_ = 9.11 x 10728 g, and the distance be-
tween the electron and the positively charged nu-
cleus r. = 0.53 A. The strength of the electric field
between the proton and the electron amounts to
E, =5x 10" V/m.

In the absence of an external electric field, the ef-
fective center of negative charges coincides with the
nucleus. In the electric field F much lower than the
field E,., the atomic electron shell shifts, the geometri-
cal center of the negative charge shifts by the distance
x from the nucleus, and an electric moment propor-
tional to the applied field strength arises:

p =k =qu, 1)

where a. is the sought electronic polarizability.

The equilibrium in the proton—electron system un-
der the action of an electric field is provided by the
equality between the perturbation force and the force
that tends to return the system into the nonpolar
state, which is proportional to the deformation x:

fper = qF = CT. (2>
The “elasticity” coefficient ¢ in this model is deter-
mined from the returning force, frot = fsin€ (see

Fig. 1). From Eqs. (1) and (2), it follows that a.<* =
= gx; hence,

Qe = % (3)

Since

q X
f=— . —
dmeqv/r? T 22 VTt a

we can obtain from Eq. (2) that

sinf =

¢z
deg(r2 + x2)3/2°

Cr = fret - (4)
The field F is very low in comparison with F,;
therefore, the shift is much smaller than the dis-
tance .. The previous expression can be simplified
to c = ﬁ. This expression obtained for the coef-
ficient of “elasticity” should be substituted into the
polarizability formula (3); then, o, = 4megor®.

The coefficient 4meq is necessary when the value
of elastic polarizability is expressed in the SI system,
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i.e. when it has the dimension of fm®. In order to get
rid of the coefficients required in the SI system, let us
introduce the relative polarizability aerei = 2. From
formula (3), the polarizability can be determined as

e
a:zrel(F) = (5)
c
While calculating the nonlinearity of the polariz-
ability coefficient, one should take formula (2) into
account and find an expression for the quantity ¢ from
expression (4) not neglecting z. Bearing in mind that,
in the general case, the nonlinearity can be expanded
in the series o, | = ap + 1 F + aaF? + a3F3 + ...,
we expand the denominator of ¢ in a series in the
parameter x2/r?,
7 1
CR —/ s 6
R (O S )

and substitute this expression into formula (5):
3 4 1 26
o (F) =1? (l+i+m—|—...>. (7)

The required coeflicients are determined taking into
account that only the even-order ones differ from zero,
1r°

: _ .3 _ _ 377 _ _
iLe. ag=r ,al—o,ag—équ,ag—o,azl—gqu.

1.1.2. Ionic elastic polarization

If the ionic crystal does not undergo the action of an
external electric field, the cations and the anions in
it are located at the crystal lattice sites. This system
of charges is electrically neutral and does not cre-
ate an electric moment (polarization). However, in
an external electric field, the cations and the anions
are shifted under the influence of Coulomb forces and
form a polarized lattice with the elementary electric
moments ¢+ —¢q~. This is a mechanism of ionic elastic
polarization in crystals, which has a great importance
for the electric properties of ionic insulators [2].
Tonic elastic polarization is not a universal phe-
nomenon, being typical of only insulators with the
ionic character of bonds in molecules or the crystal
lattice. The ionic elastic polarization plays a crucial
role in alkaline haloid crystals of the NaCl type. This
mechanism of polarization as a response to the ap-
plied field is also a main one for active insulators,
such as piezo-, pyro-, and ferroelectrics. Owing to a
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relatively large mass of ions, the establishment time
for the ionic polarization is longer than that for the
electronic one. However, even in this case, we can de-
termine the contribution of a polarization to the di-
electric permittivity.

While calculating the polarizability in the case of
the ionic elastic polarization, «;, a simple model of
this mechanism is used. Two ions form a molecule. At
the same time, they can also belong to two sublat-
tices — cation and anion ones — inserted into each
other and thus forming a simplest ionic crystal (of
the Na™Cl™ type). In this model, only the Coulom-
bic attraction between ions and the repulsion forces
that arise in the case where their electron shells start
to overlap are made allowance for. In the framework
of the model, the charge ¢ is considered to be con-
centrated at the ionic center, so that r is the distance
between the centers of ions.

According to the Coulomb law, the energy of at-
traction between ions falls down proportionally to

the distance between them and equals 4:; —. The en-
ergy of repulsion between the electron shells drasti-
cally grows only in the case where the ions strongly
approach each other, which can approximately be de-
scribed by the power function d/r™, where the param-
eter n = 8+11, being dependent on the properties of
that or another ionic pair and the specific features of
the crystal lattice.

The coefficient d can be determined from other pa-
rameters of this model. The total potential energy of
the system is the difference between the attraction
and repulsion energies:

d q°

U = — — .
(r) r  4megr

(®)

Its curve has a minimum that characterizes the
equilibrium state of the ionic system. In the equilib-
rium state (r = a), the force acting on the ions van-

hes: Fo— [dU1 _ 0. i ") = d — 21"

ishes: F' = [dr]T:a = 0. Since U'(r) = d — i,

d— q2an - qQanfl th . f th f
= dwazs = ‘“inz;» the expression for the energy o

interaction between ions looks like
d q¢*a" ' 1

rn 4dmeg T

U'(r) = 9)
When the ions are relatively shifted under the field
action, there arises a force that tries to return the
system to the nonperturbed state. In the equilib-
rium state, this force equals the force that acts on
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Fig. 2. Elastic ionic polarization of the simplest molecule con-
sisting of a positive and a negative ion: (a) energy dependence
on the distance between the centers of ions (the energy of repul-
sion between the electron shells (1) and the energy of Coulomb
attraction (2)), (b) dependence of the total interaction force
on the distance between the ions, (¢) change of the ion-to-ion
distance under the field action [2]

the ions, but it is oppositely directed: cx = ¢F,
a;F = gx. Taking into account that F' = cx/q, the
expression for the ionic elastic polarizability looks like
a; = q?/c. Therefore, in order to find the polarizabil-
ity, the quasielastic constant ¢ has to be calculated.
For this purpose, we can use the dependence of the
elastic energy on the deformation, U = cz?/2, and
obtain the expression for the variation of the ionic
shift energy under the influence of an external field,

CI
Utara) — Us = —2.

5 (10)

We now calculate the second derivatives of the right-
and left-hand sides of this equation and then substi-
tute the displacement a + z rather than r into the
function U(r):

1’7 _ qQ(n — 1) — 2q3 (11)

(ate) d(a+ x)’e0
In this formula, the term 2¢® in the nominator is so
small that it can be neglected. Substituting the result
into the formula for the polarizability, we obtain

P @Par(a+2)’e

ai:?: qQ(n_]_) =
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A (a + z)° g

1 (12)

The nonlinearity is calculated in the same way as for
the electronic polarization. The relative polarizability

is introduced to get rid of the coefficients of the SI sys-
(atx)?
(n—1)

F = cz/q, we obtain that ¢ = ¢

2 .
or ajrel = L. Since
2 (n—1)
(at=z)®
*(n=1) | ¢*(n-1)°
as + ab(n+4) o
we can determine the coefficients in the series o; (F) =
=a+ a1+ ... as

a? N ~ d®(n+4)
) Mt

tem and looks like o =

. Expanding

this expression in a series, ¢ =

g =
and so on.

1.1.3. Dipole elastic polarization

The elastic rotation of dipoles is possible only if an
“internal polarity” exists in the crystal. It plays an
important role in many active insulators. Dipoles
in such a “polar” crystal lattice are bound and ori-
ented under the action of an internal crystalline field
F' created by those dipoles themselves. The applied
external electric field changes the orientation of each
dipole and the whole polar structure. As a result, the
electric moment of the insulator changes, i.e. the vari-
ation of the polarization induced by an electric field
takes place. This is a simplified scenario of the dipole
elastic polarization [2]

Let us consider a simple example of the elastic ori-
entation in a polar crystal consisted of two-atomic
asymmetric polar molecules, e.g., HCL It should be
noted that the elastic dipole polarization occurs only
in the crystalline state, because the molecules con-
cerned form an ordered structure with the dipoles ori-
ented in parallel to one another only in this case. The
external electric field gives rise to an elastic deviation
of the dipoles from their equilibrium orientation. In
polar crystals, the direction of a spontaneous polar-
ization is characterized by the polar axis; therefore,
the elastic dipole polarization can be observed in py-
roelectric crystals.

In Fig. 3, we present a simple model, which helps
us to calculate the polarizability given be the mech-
anism of dipole elastic polarization, ay. The dipole
with constant moment p is oriented by a spontaneous
(internal) electric field G. Let the external electric
field F' acting on this dipole make the angle 6 with
the internal field G. The field F' stimulates the dipole
to rotate by a small angle x. The dipole rotation in
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the field F' is hampered by a quasielastic backward
force associated with the torsional moment emerg-
ing owing to the deviation of the dipole by an angle
z. In the linear approximation, it is supposed that
F < G. The polarizability within this model can be
calculated assuming that the variation of the electric
moment of the system in an external electric field F'
is proportional to the strength of this field, p = a4 F.

The projection of the dipole electric moment on the
direction of the field F' changes owing to the dipole
rotation from the angle 6, when F' = 0, to the angle
6 — x, when F > O:

p = pocos(f—x) — p,cost =

=po (sinx sin @ — 2sin? g cos 9). (13)

Since F' <« G at low fields, the angular displace-
ment z is also small, and the term with sin®(z/2)
can be neglected, so that p = pg sinz sin 6. The value
of sinx can be found from the equilibrium condition
poF'sin(f — x) = poGsinf. At F < G, we have that
cosz ~ 1 and sinz < 1. Then

sin(f — x) = sinf cosz — cosfsinx ~ sin 6,
and

F
sinx = el sinf < 1. (14)

The expression for the energy of a quasielastic bond
in the field G looks like

U = —pGcosz. (15)

Taking into account that ' < G and cosz ~ 1,
we obtain G = U/p. Substituting this expression to-
gether with expression (14) into the expression for the
torsion moment, we obtain a formula for the moment
induced by the dipole rotation,

pFsinf = pgGsinf = U sin 0,
giving rise to the expression for p,

pesin?

o P (16)

Formula (16) is used to find the polarizability

_ pisin®0
=
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Fig. 3. Model of elastic dipole polarization: (a) schematic
diagram of the dipole rotation in an electric field F', (b) polar-
izability averaging in a polycrystalline polar insulator [2]

The nonlinearity of the dipole polarizability is de-
termined as was done in two previous cases, namely,
by expanding p in a power series in F)

_ pisin®0 3 pgsin®cosd N
0, 5 UZF
so that
p3sin’6 3 plsin®fcosh
ag ;o= s
U > U2
and so on.

1.2. Mechanisms of relaxation
(thermal) polarization

Besides the elastic polarization, electrons, ions, and
dipoles can also participate in the relaxation one. If
the particles are weakly bound in insulator’s struc-
ture, their thermal motion in the crystal volume can
strongly affect the polarization processes. Remaining
localized in a microvolume, those particles can per-
form thermally induced jumps under the influence of
the thermal motion and move by a distance of the
atomic size order [2].

1.2.1. Thermal dipole polarization

In the absence of an external electric field (E = 0),
the dipoles are oriented chaotically, and the electric
moment of a unit volume equals zero. But if E > 0,
some dipoles become oriented along the field in the
course of their thermal chaotic motion, and a new
equilibrium state, the polarized one, emerges. This
equilibrium is thermodynamic: owing to thermal mo-
tions (oscillations, rotations), the dipoles are oriented

343



1. Vorotiahin, Y. Poplavko, Y. Fomichov

L(a)

b

Fig. 4. Thermal dipole polarization: (a) schematic illustra-
tion to the calculation of the dipole moment, (b) schematic
plot of the Langevin function [2]
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Fig. 5. Illustration to the calculation of the polarizability in
the framework of the thermal ionic polarization model [2]

along the field direction, but thermally induced os-
cillations interfere with the orientation of all dipoles;
therefore, only some part of dipoles turn out oriented.
The higher the electric field strength, the larger the
fraction of dipoles in the unit volume that becomes
oriented along the field, and the higher is the dipole
thermal polarizability ag:. The electric moment aver-
aged per one molecule is proportional to the electric
field strength F' provided that this field is not too
high: p = aqF. While calculating the polarizability
g in the framework of the dipole mechanism of ther-
mal polarization, statistical models have to be consid-
ered, because only some dipoles (defective electrons
or ions) change, in effect, their orientation (or become
redistributed over the volume of solid insulator).

In this model, the reorientation of a statistical en-
semble of dipoles is considered. The probability of the
orientation depends on the temperature and the elec-
tric field strength; the values averaged over the en-
semble are determined at that. In a specific model,
for simplification, the spherical volume of an insulator
is considered, which contains N dipoles. The dipoles
have their own characteristic electric moment p, and
they are reoriented independently of one another (the
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free rotation) under the influence of the chaotic ther-
mal motion.

The applied electric field F' should change the
chaotic orientation of the dipoles, so that they become
partially oriented along the field direction, giving rise
to the polarization P = N (p) = Nag.F', where

v = 2
Pl = 74N

is the average moment of a polar molecule, dN is the
number of dipoles directed at the angle 6 with respect
to the axis z (they are considered to be oriented into
a certain ring ranging from 6 to 8+ df), and dp is the
electric moment created by those dipoles. To verify
the calculation technique, let us find the average polar
dipole moment without the field, F' = 0. In this case,
dN is proportional to the ring area,

dN = 27R?sin 0d = C'sin 0db,
so that

dp = po cos OdN = C'pg cos 0 sin 6d6.

Therefore,
_Jdp  JCsin0df cos Opg
W)= TN = T JCsmod0 (18)

Averaging over 6 within the interval 0 < 0 < 7w, we
obtain that (p) = 0. Hence, in the absence of a field,
the polarization does not arise.

If the external electric field is switched-on (F' > 0),
U = —pF cosf. According to the Boltzmann distri-
bution law, the probability that the dipole moment
is oriented “into a ring” (within the angular interval

from 6 to 8+4d#) is proportional to exp (— p,:f cos@) =

1fkexp (%) Then, the formulas for dN and dp look
ike

AN = Cer 0% gin 0do,

_ pq—FCOSO .
dp = Ce*T Po cos 0 sin 0d0,

so that

() pok 1

I eoth (22 ) - =, 19

w )T () (19)
kT

Using the notation a =

rewritten as {p}
Po

(0F)/(kT), Fa. (19) is
= cotha — % This expression is
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the Langevin function L(a). To calculate the non-
linearity, we should expand it in a series L(a) =
=a/3 —a®/45 — .... Then

o = WPV /p0) 06 mo
d F 3KT  45k3T3

2
From whence, we have g = SPTOT, a1 =0, and ap =

— ___ Do
- 45k3T3 *

1.2.2. Thermal ionic polarization

The ionic polarization is associated with thermally
induced vibrations of the crystal lattice. Its mecha-
nism consists in hoppings of weakly bound (as a rule,
impurity) ions in a certain local space of the crys-
tal lattice. Therefore, this polarization is mainly typ-
ical of solid insulators with a pronounced defective
structure, such as glasses, pyroceramics, and ceram-
ics, which are characterized by a high concentration of
structural defects. However, the thermal ionic polar-
ization is also observed in single crystals, in vicinities
of structural defects.

Interstitial ions and ion vacancies can change their
location under the influence of the fluctuations of
thermal vibrations. In the course of those displace-
ments, which are usually confined by structural de-
fects, the ions overcome potential barriers and stay at
new positions for some time, which gives rise to the
emergence of electric dipoles. If the external electric
field is absent, the locally confined displacement of
charged particles is disordered and random and does
not result in a macroscopic polarization. The external
electric field makes changes in the distribution of ions
over the defective sites of the crystal lattice, so that a
polarization induced by the electric field arises. The
establishment time for this kind of the polarization, 7,
depends on the temperature, features of the insulator
structure relaxation, and type of defects.

To analyze the relaxation mechanisms of polariza-
tion and to calculate the thermal ionic polarizability
a4, a statistical model has to be used. Let us con-
sider the polarization in an insulator that contains
no weakly bound ions in a unit volume. The value of
ng is much less than the total concentration of ions in
the insulator, n, because not all but only some ions
take part in this form of polarization.

Thermally activated local hoppings are possible
only for weakly bound ions localized in vicinities of
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structural defects. During the thermal chaotic mo-
tion, the weakly bound ions overcome a definite av-
erage potential barrier U, which separates two (or
more) probable sites for an ion. It is clear that the
temporary localization of such ions can survive only
in the case of not very high temperatures, for which
U > kpT.

On the average, only no/3 weakly bound ions
moves along any selected direction in the insula-
tor. The average distance J between the probable lo-
calization positions for such ions is of the order of
the crystal lattice constant (§ ~ 1072 m). The quan-
tity § can be called the mean “free” path length. The
probability that, in the course of vibrations at the
temperature T', the ion, being at the equilibrium po-
sition in potential well 1 or 2, can acquire an en-
ergy larger or equal to the barrier height U equals
exp(—U/kgT). Let v be the Debye frequency of ther-
mal vibrations of ions [Hz], let subscripts 1 and 2 de-
note the position in either of the potential wells, and
let n be number of ions per second that overcome the
barrier and transit from position 1 into position 2 or
vice versa:

n U
N1 = Ng1 = EVEXP —ﬁ .

If the probabilities of transitions are equal, the polar-
ization does not arise.

If an electric field F' is applied to the insulator
along a selected axis x, the probability of transitions
of weakly bound ions from position 1 into position 2
increases, whereas the probability of inverse transi-
tions should decrease:

qFo
AU = 5
In some time after the electric field has been swit-
ched-on, it turns out that no > ni, namely, ny =
= no/6 — An, and ny = n/6 + An. In the frame-
work of the considered thermal polarization model,
only some part of all ng weakly bound ions, An, par-
ticipates in jumps over the barrier. Let us calculate
the average elementary polarizability a;; per one im-
purity ion. The electric moment induced by the field
equals P = Angd = np = na;F. From the expres-
sions given above, it is possible to determine the po-
larizability,

Angd
At = .
t noF

(20)

(21)
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Hence, the further calculations are reduced to the de-
termination of the quantity An, which depends on the
temperature and the electric field strength. In order
to determine the establishment time for the thermal
ionic polarization, the temporal dependence of An
has to be taken into account as well: d(An)/dt =

Let us consider the rate of variation of the redun-
dant ion concentration in position 1, when the elec-
tric field is switched-on. Changing their positions, the
particles overcome the potential barrier of the height
U — AU in one direction and U + AU in the opposite
one. Substituting the values of n; and nsy, we obtain

% _ Je(-U/KT) (7;0 (e(—AU/kT) _ e(AU/kT)) n

+An (el TAVRT) 4 (a/ kT>)>‘ (22)
For weak fields (AU < kT),
eXp(j:kA;])zliig:ligzl;. (23)
Substituting Eq. (23) into Eq. (22), we obtain

% =-2 <T;()2(i€?5> Ve T + 2 x AnveFT (24)

To simplify the expression, we make the following
substitutions and introduce the following notation:

dni/dt = d(An)/dt, T = & exp () , and A = 22E.

As a result, we obtain the differential equation

d(An) An—A
dt T

which has the solution An = Ce™t/T + A. From the
conditions that An = 0 at t = 0, it follows that C =
= —A. Hence, we have

— e_t/T).

Substituting expression 25) into Eq. (21), we obtain

If the field acts for a long enough time (t — o0),

An — noqd F (1

12kT (25)

_ q252
CO12kT
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(26)

&7

1.2.8. Determination of nonlinearity

If the electric field is strong enough, the nonli-
near properties of any polarization mechanism have
to reveal themselves. The ionic polarization is not
an exception in this sense. The nonlinearity should
arise when a strong electric field stimulates ions to
overcome the potential barrier. Consider once more
Eq. (23), by keeping its additional terms at the sim-
plification:

dnq (%) | =10 . AU AU

— = 2 h(— A h({—]|.

It ve\k 6 sin T + Ancos T
(27)

Introducing the notation 2vexp(—U/kT) = 1/7 and
substituting it into the expression

d(An) 1 AU no AU
dt = ?0 COSh <H) <—An —+ ? tanh (w>>7

we obtain the formula
An = {1 — exp <;ot cosh <?’1U’>>] (T;O tanh (i;{))

Substituting it into the formula for the polarizability,
we have

B —t AU qé AU
o [1 — exp <To cosh (kﬂ’))} <6F tanh (k:T))

If the field acts for a long-term period (t — 00),

qo AU
= 2% tanh (— ).
it = G 0 (kT)

Expanding the hyperbolic tangent in a series,
tanh(x) = z—2%/3+22°%/15+..., we obtain a formula
for the polarizability in the form of a series

o (49)” n (9)* n
" T12kKTF T 144K2T2F2 T
The expansion coefficients are oy = ggi);, a; = 0,
4
g = — 1451(1(‘;)T)2, and as = 0.

The model of thermal electronic polarization is si-
milar to the ionic one. The corresponding calculations
bring about the same results [2].
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2. Nonlinearity in Paraelectrics

Film-like ferroelectrics were earlier studied from the
viewpoint of their application as nonlinear capacitors,
controllable filters, microwave phase inverters, and so
on. Thin layers of ferroelectric materials can also be
used in controllable transistors as gate insulators in
ferroelectric memory units. In recent years, the inter-
est in thin ferroelectric films has been renewed, be-
cause there emerged a possibility to control the tem-
perature of phase transitions, as well as other param-
eters, in them [1]. For example, the temperature of a
phase transition in a strontium titanate film can be
raised from 4 to 400 K.

As arule, the electric fields, at which a considerable
dielectric nonlinearity is observed, are higher than the
dielectric breakdown strength, which makes their ap-
plication complicated. The revival of the interest in
this phenomenon is connected with the appearance of
new technologies allowing nano-sized dielectric layers
to be created. In such layers, the dielectric nonlinear-
ity is by an order of magnitude larger, and the layers
become more controllable. For instance, 100-nm lay-
ers with a high dielectric permittivity and very low
losses of the control can be used.

Since such materials as SrTiO3, BaTiO3z, BST, and
EuTiOs [4, 8] became promising for applications, it is
necessary to reconsider the theory of dielectric non-
linearity and to verify theoretical calculations made
earlier for some mechanisms that take place in ferro-
electrics in order to determine the operational condi-
tions of units and devices based on thin ferroelectric
films more exactly.

The paraelectric is the phase of a ferroelectric
above the phase transition point, which is characteri-
zed by high values of dielectric permittivity, whose
temperature dependence obeys the Curie—Weiss law.

2.1. Phase transition in a ferroelectric

Ferroelectrics anomalously change their dielectric
properties at the phase change. Phase transitions in
the ferroelectric have specific features in every crystal
and can be similar to a phase transition of the first
or second kind. Their main classification is based on
the displacement type and whether the ferroelectric
structure is ordered or disordered.

At the phase transition of the displacement type,
if the temperature is above the Curie point, the crys-
tal becomes unstable with respect to one type of vi-
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Fig. 6. Temperature dependences of the spontaneous polari-
zability (a) and the inverse dielectric permittivity (b), and di-
electric nonlinearity in the nonpolar phase (c) [2]

«(E)

Fig. 7. Dependence of the dielectric permittivity on the elec-
tric field strength. Obtained for formula (29) using character-
istics [4] of Barium Titanate

brations called a soft mode. As the temperature de-
creases and approaches the phase transition point, the
frequency of those vibrations also decreases and can
reach the zero value. This circumstance is responsible
for the emergence of a spontaneous relative displace-
ment of the crystal sublattices and the appearance of
a spontaneous polarization.

At the phase transition of the order-disorder type,
the structural elements of a crystal are characterized
by the dipole-dipole interactions, which are described
by dipole moments. In the high-temperature phase,
the structural elements are disordered, and the energy
of such disordered thermal motion is higher than the
energy of interaction between the dipoles. Therefore,
the dipoles are orientated chaotically, and the to-
tal polarization equals zero. In the low-temperature
phase, the structural elements are ordered, and a
spontaneous polarization emerges.

The Landau theory helps us to describe the phase
transitions in ferroelectrics. For this purpose, let us
use the series expansion of thermodynamic potential,
taking the polarization as the order parameter,

1 1 1
(T, P) = &o(T) + §QP2 + ZBP‘* +oyPO ..

' (29)
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Fig. 8. Main properties of paraelectrics: dependences of the
dielectric permittivity on the temperature (a) and the field
strength (b), dependence of the quantity T'Ke on the temper-

ature (c), and dependence of the nonlinearity N on the field
strength (d) [2]

The choice of polarization as the order parameter
is quite natural, because the spontaneous polariza-
tion (P > 0) appears in the ordered low-temperature
phase, whereas the energy of disordered thermal mo-
tion in the high-temperature phase exceeds the energy
of interaction between the dipoles, so that dipole ori-
entations become chaotic, and their total polarization
P = 0. In the framework of the Landau theory, the
Curie—Weiss law can be obtained, which describes the
temperature dependence of the dielectric permittivity
e(T), as well as the spontaneous polarization Py(T')
and other nonlinear dependences for insulators.

For the phase transition of the second kind, the
expression for the electric field strength can be de-
rived by differentiating the thermodynamic potential
with respect to the order parameter: £ = 0®/0P =
= aP + pP3. Taking the second derivative, we can
determine the inverse dielectric susceptibility: 1/x =
= rdE/OP = 8*°®/0P* = a + 38P2. The dielectric
susceptibility is related to the dielectric permittivity
by the expression y = 14¢. However, since the values
of dielectric permittivity are very high in a vicinity of
the phase transition point, namely, € > 1, we may
consider that € ~ .

Let us consider a nonpolar phase, in which the Cu-
rie—Weiss law is satisfied. It exists within a tempera-
ture interval above the critical temperature (T > T¢),
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in which the coefficient a in the Landau expansion
is positive (a > 0). The phase stability is provided
by the conditions d®/0P = 0 and 0?°®/0P* = 0.
The former condition is reduced to the equation
aP + BP3 = 0. Its solutions are P = 0 and P =
= 4(—af)'/2. Taking into account that o > 0 and
B > 0 for the phase transitions of the second kind,
those solutions are imaginary. Hence, there is no
spontaneous polarization above the Curie point.

Let us consider the temperature dependence of the
dielectric permittivity above the Curie point. Here,
1/e ~ 1/x = a+3BP2. As was said above, the critical
dependence on the temperature is inherent only to the
coefficient o. Then the coefficient 5 can be neglected,
and « can be written as follows: 1/e = ao(T — 6).
Identifying 1/cq as the Curie-Weiss constant, we ob-
tain e = C/(T—0). From whence, we can see that the
phase transition takes place at the Curie—Weiss tem-
perature 6, when the parameter o changes its sign.

In the nonpolar phase, the dielectric permittivity
depends not only on the temperature but also on
the electric field strength. The expressions for F(P)
and Y~ 1(P) testify that the nonpolar phase of fer-
roelectrics has a very considerable and appreciable
dielectric nonlinearity, which can be described as
e OP/OE. The general formula for the nonlinearity in-
volves both the temperature and electric-field depen-
dences:

(B = —
T 3By (1) B2

where ¢(T) = C/(T — 6). Let us analyze this ex-
pression. First, let us plot the dielectric permittivity
as a function of the electric field strength. The spe-
cific parameters at that are the Curie-Weiss constant
C = 1.2 x 10° K, the critical temperature T' = 400 K,
the Curie-Weiss temperature § = 388 K, and the co-
efficient K ~ 3 x 1071%; i.e. close to the parameters
of barium titanate [2, 4]. Now, let us determine the
coefficient of nonlinearity and the temperature coef-
ficient of the permittivity. For this purpose, we make
the substitution 33e3 = K and expand the function
e (T, E) in a series

¢ K C'B?
T-60 3(T-6)"

(30)

2K* C"E*
S T
(31)

e(T,E) =

From whence, we can determine the nonlinearity and
the temperature coefficient of the dielectric permit-
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Polarizability components obtained in 1.1 and 1.2

Polarization type @ ay [e %>} as
Elastic
Electronic r3 0 % Z—; 0
: a® a®(n+4) a"n? a9n3
Tonic CE)) a(n—1)2 ~ 2 (n-1)3 B (n-1)2
2sin 3sin20cos dsin? 2 sin?
Dipole pOU() 0 _%% N% N_%
Relaxation .
2
Electronic EZi)T 0 — % 0
. 5)2 5)4
Tonic (I%I;)T 0 7% 0
Dipole Eas 0 ~ BT 0
tivity 2.2. Nonlinear paraelectric films
e 2 KC*E 2 K2C"E3 The prospectivity of paraelectrics consists in their ap-
oE 0- 3 (T - 0) + 3 T -0 (32a) plication in the UHF technology. Ferroelectric mate-
rials in the paraelectric phase with a transition of
1 9z _92 KC3E 2 K206 E3 the displacement type can be used in the form of
N = Z9E ~ 3 (T — 0)3 3 (T — 9)6, (32b)  thin films deposited on a dielectric substrate with
a high thermal conductivity. Since the film dielec-
Oe _C 4 KCAE? 14 K2C7E* tric permittivity is often required to be made lower,
T = P + 3 o3 N’ (33a)  films and substrates with the different coefficients of
(T'—9) (T—-9) (T =6) thermal expansion are selected to produce mechanical
1 0 -1 4 KC®E? 14 K?CSp*  stresses.
The= edT ~ (T —-0) 3 (T - 9)4 T3 (T — 9)7 : For a quick inertialess control, the films have to
(33b) possess the following parameters: a thickness of

The most interesting is the temperature, at which
the nonlinearity has a maximum. The corresponding
electric field strength can be determined from the
nonlinearity formula

2K2CSE® 2 KC°E
3(T—0)° 3(T-6)°

As a result, we obtain

2
E max

= (T -0)3/(3KC?).

This parameter is used to select the working elec-
tric voltage. It has to be as low as possible to prevent
the electric breakdown in the material and reduce the
material heating by consumed capacities. For the ap-
plication of paraelectrics at ultrahigh frequencies, we
need a low dielectric permittivity, a high nonlinearity,
and a small temperature coefficient.
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0.1+1 pm (which enables both e and tand to be
reduced), the film permittivity e = 300+1000, and
the substrate permittivity €, = 10. The ability to
control the film by an external electric field, Ae/e,,,
grows together with the parameter £. The film thick-
ness is also of importance: the thicker the film, the
higher is the control degree [2,5,6,9].

3. Results and Conclusions

Thin films of controllable ferroelectric materials have
found more and more applications in the recent
time. The analysis of the literature testifies that they
can be used as insulators in capacitors and delay lines,
and as gate insulators in transistors. Those elements
can be used while fabricating UHF phase invertors
and filters driven by the electric field, and in a new
promising type of non-volatile random-access mem-

ory (FRAM).
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The executed calculations for relevant mechanisms
show that even the simplest model can describe the
processes taking place when the electric field pen-
etrates into the insulator. The calculations demon-
strate the mechanism of how the polarization grows
with the field penetration depth.

Bearing in mind its applications, the expression ob-
tained for the dielectric nonlinearity is analyzed to
confirm and to specify the information obtained in
earlier calculations. With the help of the Landau the-
ory, the Curie—Weiss for ferroelectric materials in the
paraelectric phase is derived. It shows the apprecia-
ble dependence of the dielectric permittivity of para-
electrics on the ambient temperature. The approxi-
mation of this law is used to derive the law of non-
linearity in the form of the dependence of the fer-
roelectric dielectric permittivity on the electric field
strength. It is this dependence that mainly character-
izes the controllability of thin ferroelectric films.

In view of a permanently growing interest in thin
ferroelectric films and an increasing demand for de-
vices and units on their basis, we may claim that the
technologies based on the application of controllable
insulators have to justify the hopes put on them con-
cerning a reduction of the sizes of active elements and
the enhancement of their controllability.
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OCOBJIMBOCTI AIEJIEKTPUYHOI
HEJIHIMHOCTI Y TAPAEJIEKTPUKAX

Peszmowme

Bukonano po3paxyHKH Ta aHaJIi3 OPMYJI OIS PU30BHOCTI JJ1st
OCHOBHHX MeXaHi3MiB mossipusanil miesexTpukis. Orpumani
BUPa3U MOXKYTb BitoOpa3uTu eeKTH, 1110 BUHUKAIOTH IIPU IIPO-
HUKHEHHI B KPHUCTaJI eJIeKTpU4HOro nous. [IpoanasnizoBano ni-
€JICKTPUYHY HEJIHIIHICTb CerHeTOeJIeKTPUKA IIPU IePEeXOil y
napaejgeKTpuuHy daly. AHAJITHYIHO OTPUMAHO HiATBEPIYKEH-
HsI Pe3yJIbTATIB MOIEPEIHIX JOCTiKEHb NapaeIeKTPUKIB, sKi
JOILYCKAIOTh MOXKJIMBICTb 3aCTOCYBAHHS TOHKHUX I1apaeseKTPH-
gHux mwiiBok y HBY rexnini Tta B poJsii migsaTBopHUX mgiesie-
KTPHUKIB.
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