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NON-LOCAL EQUATION OF STATE: CRITICAL
PHENOMENA AND COLLECTIVE EXCITATIONS

Non-local properties of the thermal equation of state of a fluid system are observed for the
wide range of changes of thermodynamic parameters. Density profiles of a fluid, which are
constructed by the non-local equation of state, show that significant changes of system’s density
occur in a significant part of the volume in the case of approaching the critical liquid-vapor
point. The application of the non-local thermal equation of state as a closure of the equations
of classical hydrodynamics allowed us to obtain the spectrum of collective excitations which is
similar to the spectrum of excitations in liquid helium.
K e yw o r d s: equation of state, non-local properties, collective excitations.

1. Introduction

An opportunity to make the quantitative description
of uniform liquid systems is an important result of
the statistical physics in recent years [1]. The Gibbs
thermodynamic potential 𝐺 and the Helmholtz free
energy 𝐹 are the most convenient quantities for the
thermodynamic consideration of this issue. However,
according to the numerous experiments, any real liq-
uid systems are non-uniform ones due to the influ-
ence of limiting surfaces, as well as due to the influ-
ence of external fields. The heterogeneity caused by
the presence of walls and obtained in the process of
calculation of the thermodynamic properties of real
systems is considered quite localized in the domain,
where surface forces act. For this reason the marginal
non-uniformity can be neglected in the calculations
of bulk properties of sufficiently large systems. The
heterogeneity caused by the presence of a gravita-
tional field for molecular distances is small enough in
most cases. Therefore, the fluid is considered as a sys-
tem composed of uniform subsystems with different
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intensive parameters. Both approximations allow one
to calculate the properties of thermodynamic systems
within the range of permissible errors. However, ac-
cording to some experimental results, the mentioned
approach does not allow one to make a satisfactory
description of the experiment in some cases – for ex-
ample, in the case of an external field that varies in
space or in the vicinity of the critical points [2–4]. Due
to this reason, in order to describe the properties of
the real system, its non-uniformity must be taken into
account. In general, the free energy of a non-uniform
system is no longer a function of the variables 𝑇 and
𝑛. It is a functional 𝐹 = 𝑁 𝐹 [𝑇 (r) , 𝑛 (r)] of func-
tions of the spatial coordinates r: 𝑇 (r) and 𝑛 (r). The
calculation of physical quantities’ spatial distribution
using a statistical operator is an extremely difficult
task in this case [5]. Therefore, the behavior of the
system is usually considered under the local approxi-
mation. Using this approach, the system might be re-
garded as one that consists of “physically small” cells –
space regions that are sufficiently small to be con-
sidered uniform, and the thermodynamics of uniform
systems can be applied to each of these small space
regions. Moreover, the mentioned “physically small”
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cells contain enough particles to have an opportu-
nity to use the thermodynamics methods to describe
them. The density of the corresponding potential, for
example, the free energy density 𝑓 (r), is introduced
to calculate the behavior of the system in an external
field [6]:

𝐹 =

∫︁
𝑉

𝑑r 𝑓(𝑛(r)). (1)

In this case, the free energy is a function of 𝑇 and
𝑛, but those, in turn, are functions of the coordinates
r. Within this approach, the relationship between the
chemical potential 𝜇 (r) of a heterogeneous liquid sys-
tem and the external field 𝑢 (r) is described by the
well-known expression:

𝑢 (r) = 𝜇0 − 𝜇 (r), (2)

where 𝜇0 – chemical potential of a uniform sys-
tem. But, as noted in [7], this approach is useful just
for the areas of changes of thermodynamic parame-
ters far from the limit of the system stability. Due
to this reason, the possibility of introducing a local
free energy density in the immediate vicinity of the
critical point requires a separate consideration. The
introduction of the densities of thermodynamic po-
tentials for heterogeneous systems was considered in
[8]. In particular, the obtained expression for the en-
tropy 𝑆 can be presented in the form of a series [9]:

𝑇𝑆 = 𝑇𝑆0 −
𝑘𝑇𝑁

𝑉

∫︁
𝑉

𝑑r1𝐹1 (r1) ln𝐹1 (r1)+

+2
𝑘𝑇𝑁 (𝑁 − 1)

2𝑉 2

∫︁
𝑉

𝑑r1 ln𝐹1 (r1)

∫︁
𝑉

𝑑r2𝐹2 (r1, r2)−

− 𝑘𝑇𝑁 (𝑁 − 1)

2𝑉 2

∫︁
𝑉

𝑑r1

∫︁
𝑉

𝑑r2𝐹2 (r1, r2) ln𝐹2 (r1, r2).

(3)

Here, 𝑆0 – the entropy of an ideal gas, 𝐹1(r1) and
𝐹2(r1, r2) – partial distribution functions of the non-
uniform system of the first order and the second one,
respectively.

According to the analysis of expression (3) in [8],
the entropy can be represented as the integral of
a function far from the critical point, where the
function 𝐹2 (R, r) is short-range. However, with ap-
proaching the critical point, the correlation functions
become long-range, and the integration of the last

term of expression (3) of the inner integral gives a
function that has the infinite range of its action (in
the case of unlimited systems) or the range reaching
a characteristic size 𝐿 of the system. For this reason,
the entropy cannot be represented in the form of a
volumetric integral of a local function in the vicin-
ity of the critical point. Consequently, the concept
of appropriate spatial density cannot be introduced
for the Helmholtz free energy and thermodynamic
Gibbs potential near the critical point. This leads to
the consequence that the regarded system no longer
has local properties, but has the properties peculiar
to the whole system. Sufficiently far from the criti-
cal point, the susceptibility of any system to external
fields is small, so they have little effect on the physi-
cal properties of the system. Moreover, the suscepti-
bility of the system to external fields tends to infinity
with approaching the critical point. In this case, the
sharp spatial distribution of the physical properties of
a substance, including the liquid density or concentra-
tion and density of a solution in a gravitational field
(gravitational effect), is generated by external forces
[10, 11]. The further development of the theoretical
approach has been associated with the construction
of a consistent theory of the fluid density 𝑛 (r) as a
functional 𝜇 (r). According to the free energy density
functional method, the evaluation of the local density
profile 𝑛 (r) in an external field 𝑢 (r) requires one to
solve the task of a free energy minimization, consider-
ing it to be a function of the functional 𝑛 (r) [12]. An
expression for the free energy density 𝑓(r) of fluids as
a density functional was obtained by J.W. Cahn and
J. Hilliard in the smooth inhomogeneity approximat-
ing [13]:
𝑓(r) = 𝑓0(𝑛(r))+

𝐴

2
[∇𝑛(r)]

2
+(𝑢(r)− 𝜇 (r))𝑛(r), (4)

where 𝑓0(𝑛(r)) – the free energy density in the local
approximation, 𝐴 = 𝜉2 /𝜒, 𝜉 – the correlation radius
and 𝜒 =

(︁
𝜕𝜇
𝜕𝑛

)︁
𝑇

– compressibility.
For the construction of a consistent thermody-

namic theory, which will describe the behavior of one-
component heterogeneous system, the fundamental
approach based on the calculation of the contribution
of each layer between equipotential surfaces not in the
corresponding thermodynamic potentials, but in the
Hamiltonian of the system was proposed [15]. In this
case, expression (5) should be taken instead of (2):

𝑢 (r) = 𝜇0 − 𝜇(
⇀
𝑟 ) + Δ𝜇cor (r), (5)
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where Δ𝜇cor – the contribution of correlation effects
for which the following expression in the form of an
infinite series was obtained:
1

𝑘𝑇
Δ𝜇cor (r) =

1

2
∇2Δ𝑛 (r)

∫︁
𝑉

𝑑r1𝐶2 (r, r1) (r1 − r)
2
+

+
1

2
(∇Δ𝑛 (r))

2
∫︁
𝑉

𝑑r1

∫︁
𝑉

𝑑r2𝐶3 (r, r1, r2)(r1 − r)×

× (r2 − r) +∇Δ𝑛 (r)

{︃∫︁
𝑉

𝑑r1𝐶2 (r, r1) (r1 − r)+

+Δ𝑛 (r)

∫︁
𝑉

𝑑r1

∫︁
𝑉

𝑑r2𝐶3 (r, r1, r2)(r1 − r)

}︃
+ ... . (6)

In this expression, 𝐶2 (r, r1) and 𝐶3 (r, r1, r2) are
direct correlation functions of the second order and
the third one, respectively, and 𝑇 is system’s temper-
ature.

This non-local equation of state can be used, for
example, for calculating the density profile and the
concentration of a binary solution in a wide range of
variation of the thermodynamic variables, including
the neighborhood of the critical points of evaporation
or stratification, as well as for obtaining the spectrum
of collective excitations in the liquid by means of clas-
sical hydrodynamics.

2. Distribution of the Concentration
of a Binary Solution Near the Critical
Point of Stratification

To illustrate the application of the obtained expres-
sions – nonlocal equation of state – we will evalu-
ate the distribution of the first component concentra-
tion Δ𝑥 (𝑧) of a binary solution in a non-ideal pore
(pore, in which it is impossible to ignore the influ-
ence of forces at the wall surface) in the gravitational
field near the critical point of stratification. Let us
consider the case where the system includes an in-
finite flat-parallel pore (layer) 2𝐿 in thickness. The
forces of the gravitational field are directed along the
𝑧 direction (axis 𝑧 is normal to the pore-limiting sur-
faces). The potential of these forces can be written in
form:
𝑢𝐴 (𝑧) = −𝑚0𝐴𝑔𝑧,

𝑢𝐵 (𝑧) = −𝑚0𝐵𝑔𝑧,
(7)

where 𝑢𝐴 (𝑧) and 𝑢𝐵 (𝑧) – potential of the gravity
field acting on particles of 𝐴 and 𝐵 types, respec-
tively, 𝑚0𝐴 and 𝑚0𝑏 – mass of particles of 𝐴 and 𝐵

types, respectively, and 𝑔 – gravity acceleration. In
addition, near the walls, there are forces of attraction
(repulsion), whose potential has an exponential form
and can be written as

𝑢𝐴(𝑧) = 𝐵𝐴1𝑒
−𝑘(𝐿+𝑧) +𝐵𝐴2𝑒

−𝑘(𝐿−𝑧) =

= (𝐵𝐴1+𝐵𝐴2)𝑒
−𝑘𝐿ch 𝑘𝑧 + (𝐵𝐴1−𝐵𝐴2)𝑒

−𝑘𝐿sh 𝑘𝑧,

𝑢𝐵(𝑧) = 𝐵𝐵1𝑒
−𝑘(𝐿+𝑧) +𝐵𝐵2𝑒

−𝑘(𝐿−𝑧) =

= (𝐵𝐵1+𝐵𝐵2)𝑒
−𝑘𝐿ch 𝑘𝑧 + (𝐵𝐵1−𝐵𝐵2)𝑒

−𝑘𝐿sh 𝑘𝑧,

(8)

where 𝐵𝐴1 (𝐵𝐵1) and 𝐵𝐴2 (𝐵𝐵2) – amplitudes of ex-
ponential surface potentials at the left (𝑧 = −𝐿 ) and
right (𝑧 = 𝐿) borders of the system for components
𝐴 and 𝐵, respectively, and 𝑘 – parameter of the ex-
ponential decay potential.

Solving Eq. 5, we obtain the profile of a binary
solution in the form [21]:

Δ𝑥 (𝑧) = −𝐴 𝑚0𝐵𝐴𝑔

(︂
1

𝜅 ch𝜅𝐿
− 𝑧

)︂
−

−𝐴 (𝐵𝐵𝐴1 +𝐵𝐵𝐴2) 𝑒
−𝑘𝐿 𝑘

𝜅

1

𝑘2 − 𝜅2

sh 𝑘𝐿

sh𝜅𝐿
ch𝜅𝑧−

−𝐴 (𝐵𝐵𝐴1 −𝐵𝐵𝐴2) 𝑒
−𝑘𝐿 𝑘

𝜅

1

𝑘2 − 𝜅2

ch 𝑘𝐿

ch𝜅𝐿
sh𝜅𝑧+

+𝐴 (𝐵𝐵𝐴1 +𝐵𝐵𝐴2) 𝑒
−𝑘𝐿 1

𝑘2 − 𝜅2
ch 𝑘𝑧+

+𝐴 (𝐵𝐵𝐴1 −𝐵𝐵𝐴2) 𝑒
−𝑘𝐿 1

𝑘2 − 𝜅2
sh 𝑘𝑧+

+𝐴 (𝐵𝐵𝐴1 +𝐵𝐵𝐴2) 𝑒
−𝑘𝐿 1

𝑘𝜅2𝐿
sh 𝑘𝐿. (9)

where 𝐵𝐵𝐴1 = 𝐵𝐵1 −𝐵𝐴1, 𝐵𝐵𝐴2 = 𝐵𝐵2 −𝐵𝐴2, 𝐴 =
= 𝐴 (𝜉) – value depending on the parameters of the
critical point of a solution, and 𝑘 = 1

𝜉 .
The spatial distribution of the concentration of a

binary model solution Δ𝑥 (𝑧) for different values of
the correlation radius 𝜉 and a fixed value 𝑚0𝐵𝐴 for
systems with different values of constants 𝐵𝐵𝐴1 and
𝐵𝐵𝐴2 is shown in Figs. 1 and 2. From the analysis
given above, the concentration profiles give evidence
that if the system is sufficiently far from the criti-
cal point, the concentration profiles are determined
exclusively by the external gravitational field at any
constant values of 𝐵𝐵𝐴1 and 𝐵𝐵𝐴2. The local approx-
imation in this case also leads to the emergence of
concentration profiles that match the density profile
of the system with ideal walls and are determined
by the presence of the gravitational field only. The
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existence of the walls in this case leads to a defor-
mation of the profiles on the boundaries of the sys-
tem at the distances, where the wall surface forces
effectively act, i.e. these effects cannot be observed
experimentally at the present time. The spatial dis-
tributions shown in Figs. 1 and 2 indicate that, in
the middle of the system (in the layer bounded by
the planes with coordinates 𝑧 ≈ ±0.3𝐿), the grav-
itational field leads to minor (≈ 2%) concentration
variations that, by sign, match the ones calculated in
the local approximation. A significant deviation oc-
curs near the walls of the system with the value of
the deviation being determined only by the intensity
of the wall potential [14]. Furthermore, the analysis
of data indicates that, although the overall behav-
ior of the system is determined by the concentra-
tion of the gravitational field (solution concentration
increases with coordinates), the distribution of the
concentration throughout the volume of the system
significantly deviates from the classical gravitational
effects, especially near the walls.

So, in general, the presence of imperfect walls leads
to the fact that the concentration profiles are losing
properties of a coordinate odd function that must be
considered in the experimental study of the critical
properties of the fluid and in the calculation of the
corresponding critical amplitudes in the scaling equa-
tions [16]. In addition, such walls substantially change
the spatial distribution of the concentration gradient,
which should influence the results of experiments on
the scattering of light and neutrons in the vicinity of
the critical point of separation.

3. Thermodynamic Theory
of Collective Excitations in Classical Liquids

Consider the collective excitations in the fluid in
terms of the classical equations of hydrodynamics.
We note that the experimental studies by means of
the neutron scattering in atomic, molecular and ion-
electron (liquid metals) liquids made in the 1960s–
1970s gave evidence on the existence of the spec-
trum of collective excitations of the phonon and roton
types, the explicit form of which is given on Fig. 3.
Before that, it was considered that the spectrum of
this kind is typical not of classical liquids [17], but
exclusively of quantum liquids, in particular of liquid
helium. But in the 1970s, the quantum-mechanical
calculations in [18] have shown that the spectrum
of this kind really corresponds to the collective mo-

Fig. 1. Spatial distribution of the concentration Δ𝑥 (𝑧) of
a binary solution in a flat non-ideal pore in the gravitational
field for the the system with 𝐿 = 10−5 m, 𝑘−1 = 3× 10−10 m,
𝐵𝐵𝐴1 = 10−24 J, 𝐵𝐵𝐴2 = 10−24 J, 𝐶1 = 2 × 105, 𝐶2 = 0,
at different values of 𝜉: 1 – 10−7, 2 – 10−6, 3 – 5× 10−6, 4 –
10−5, 5 – local approximation

Fig. 2. Spatial distribution of the concentration Δ𝑥 (𝑧) of
a binary solution in a flat non-ideal pore in the gravitational
field for the system with 𝐿 = 10−5 m, 𝑘−1 = 3 × 10−10 m,
𝐵𝐵𝐴1 = 10−24 J, 𝐵𝐵𝐴2 = 10−24 J, 𝐶1 = 2 × 105, 𝐶2 = 0,
at different values of 𝜉: 1 – 10−7, 2 – 10−6, 3 – 5× 10−6, 4 –
10−5, 5 – local approximation
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Fig. 3. Landau energy spectrum of elementary excitations [19]

tions in non-quantum liquids (argon, lead, classical
helium). In those works, the quantum calculations
were made by means of two-time Green functions in
the quasiharmonic approximation. This approxima-
tion corresponds to the description of a phonon in
the self-consistent field of other phonons. The draw-
back of the calculations made is that the averag-
ing by the probabilities of coordinates of two par-
ticles was made twice. In order to study the collec-
tive excitations in liquids, an unproblematic hydro-
dynamic approach was proposed. This method has no
above-mentioned drawback because there is no aver-
aging with the radial distribution function. Instead,
the non-local equation of state of non-uniform sys-
tem is used.

Let us consider the hydrodynamic continuity equa-
tions and the Euler equation for a one-component liq-
uid [20]:⎧⎪⎪⎨⎪⎪⎩
𝜕𝜌

𝜕𝑡
= −div 𝜌𝑣,

𝜌

(︂
𝜕v

𝜕𝑡
+ (v grad)v

)︂
= − grad 𝑝.

(10)

Using (10), let us consider the dynamics of density
fluctuations in the regarded system. In order to do
it, we will represent the time-spatial variables of local
density, velocity, and pressure in the following form:
𝜌(r, 𝑡) = 𝜌0 + 𝜌1 (r, 𝑡),

v(r, 𝑡) = v0 + v1 (r, 𝑡),

𝑝 (r, 𝑡) = 𝑝0 + 𝑝1 (r, 𝑡),

(11)

where 𝜌0, 𝑣0, and 𝑝0 – density, velocity, and pres-
sure of a system without the fluctuations, which are,
in this case, considered to be constants. By 𝜌1, 𝑣1,
and 𝑝1, we denote the fluctuations of these variables,
which will be considered small and dependent on both
spatial and time variables:⃒⃒⃒⃒
𝜌1
𝜌0

⃒⃒⃒⃒
≪ 1,

⃒⃒⃒⃒
𝑝1
𝑝0

⃒⃒⃒⃒
≪ 1. (12)

In the case where there are no fluctuations, 𝑣0 is
equal to zero. Then the elementary excitations are re-
garded in terms of classical hydrodynamics as fluctu-
ations of the density. Substituting (11) into (10) and
keeping only the terms linear in fluctuations, we get a
system of linearized hydrodynamic equations, which
describe the dynamics of fluctuations:⎧⎪⎪⎨⎪⎪⎩

𝜕𝜌1

𝜕𝑡
= −div(𝜌0v1),

𝜕(𝜌0v1)

𝜕𝑡
= −∇𝑝(r).

(13)

Differentiating the first equation with respect to
the time and acting by the divergence operator on
the second one, we get

𝜕2𝜌1
𝜕𝑡2

= ∇2𝑝1. (14)

In order to build the solution of the incomplete
system of classical hydrodynamic equations, in par-
ticular, Eq. (13), the ordinary local equation of state
of a uniform finite system at fixed density and tem-
perature is used:

𝑝 = 𝑝 (𝜌, 𝑇 ). (15)

In the case of fixed density 𝜌 and entropy 𝑆, we can
use another equation of state:

𝑝 = 𝑝 (𝜌, 𝑆). (16)

In the local case, the variation of the pressure is
given by the expressions:

𝛿𝑝 =

(︂
𝜕𝑝

𝜕𝜌

)︂
𝑇

𝛿𝜌, (17)

𝛿𝑝 =

(︂
𝜕𝑝

𝜕𝜌

)︂
𝑆

𝛿𝜌. (18)

Regarding the shape of acoustic waves at small
magnitudes of the wave vector, it becomes clear that
Eq. (17) or (18) can be used. In this case, we get
𝜔 (𝑘) = 𝑐𝑠𝑘 for the dispersion curve, where 𝑐𝑠 is the
adiabatic sound velocity.

Alongside with the transition to high-frequency
acoustic waves, the wavelength in a classical liq-
uid may decrease from meters to nanometers, which
causes an increase of the density gradient by nine or-
ders. It is obvious, that, in this case, the local equa-
tions (15)–(18) cannot be used, and it is required

244 ISSN 2071-0186. Ukr. J. Phys. 2021. Vol. 66, No. 3



Non-local Equation of State

to regard the pressure not as a function of the den-
sity, but as a functional of the whole density curve
[21, 22]. It is the usage of the non-local dependence
between 𝛿𝑝 (r) and 𝛿𝜌 (r′), where r, r′ – spatial coor-
dinates. Hence, the classic hydrodynamic equations
give the opportunity to calculate the spectrum of col-
lective excitations qualitatively similar to Fig. 4.

In this case of large values of the density gradient,
Eqs. (17) and (18) should be replaced by

𝛿𝜌(r) =

∫︁
𝐺(r− r′)𝛿𝑝(r′)𝑑r′, (19)

where 𝐺(r− r′) – a binary correlation function with
the 𝛿-singularity defined in the corresponding ensem-
ble or in the 𝑘-space

𝛿𝜌1(𝑘) = 𝐺(𝑘)𝛿𝑝(𝑘) = (𝑎+ 𝑏𝑘2 + 𝑐𝑘4 + ...)𝛿𝑝, (20)

where 𝑎, 𝑏, 𝑐 – correlation function moments of the
0th, 2nd, and 4th order, correspondingly:

𝑎 = 4𝜋

∞∫︁
0

𝐺 (𝑟)𝑟2𝑑𝑟 =

(︂
𝜕𝑝

𝜕𝜌

)︂
𝑠

,

𝑏 =
4𝜋

2!

∞∫︁
0

𝐺 (𝑟)𝑟4𝑑𝑟,

𝑐 =
4𝜋

4!

∞∫︁
0

𝐺 (𝑟)𝑟6𝑑𝑟.

(21)

In the case of small 𝑘, Eq. (21) allows evaluating
the sound dispersion law in the standard form:

𝜔2 = 𝛽−1
𝑆 𝜌𝑘2. (22)

In the general case in view of the non-locality of the
equation of state, the dispersion relation can be pre-
sented in a more complicated form:

𝜔2 =
𝑘2

𝑎+ 𝑏𝑘2 + 𝑐𝑘4 + ...
. (23)

The dispersion relation (23) is valid in the case
where the reciprocal value of the absolute value of
the wave vector 𝑘 is larger than the effective distance,
on which the external field changes (and as a conse-
quence, system’s local density changes as well) [3].

Under the condition 𝑐 = 0 the dispersion curve has
a form presented in Fig. 4. With regard for the 4th
moment of the correlation function 𝑐, the dispersion
curve has a form given in Fig. 5. Thus, considering

Fig. 4. Dependence 𝜔 (𝑘) in the case where the fourth moment
of the correlation function is zero, as well as all aspects of higher
order for classical fluids

Fig. 5. Dependence 𝜔 (𝑘) in the case where the sixth moment
of the correlation function is zero, as well as all aspects of
higher order for classical fluids

Fig. 6. Dependence 𝜔 (𝑘) of classical fluids provided vanishing
eighth time correlation functions, as well as all aspects of a
higher order, the sixth moment is negative

the 6th moment of the correlative function, we get
the dispersion curve shown in Fig. 6, which is quali-
tatively similar to the dispersion curve of helium in
Fig. 3.

The proposed method of the description of the
phonon spectrum of liquid systems is similar to the
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one proposed by L.D. Landau and E.M. Lifshitz and
used to get the spectrum of magnons in magnetic
materials. They constructed the phenomenological
(“hydrodynamic”) Landau–Lifshitz equations that de-
scribe the local magnetization of the system, M (r),
in the external magnetic field H (r′) and the non-local
connection between M (r) and H (r′) is used [23].

4. Conclusion

The usage of the non-local equation of state, the the-
ory of which was developed to study the spatial distri-
bution of the density and concentration of binary so-
lutions, leads to the conclusion that this spatial distri-
bution caused by the presence of the external field in
the case of spatially limited systems strongly depends
on the geometry and size of the system. Moreover, the
different nature of the walls of a container causes sig-
nificant deflections of the concentration found in the
local approximation. This influences, in turn, the val-
ues of critical amplitudes calculated with regard for
experimental results. The non-local equation of state
makes a closure of the classical hydrodynamic equa-
tions and allows one to evaluate a spectrum of collec-
tive excitations in liquid systems, which is similar to
the one of liquid helium obtained earlier in the frame
of quantum statistics.

1. L.D. Landau, E.M. Lifshitz. Statistical Physics (Butter-
worth–Heinemann, 1980), Part 1, Vol. 5 [ISBN-13: 978-
0750633727].

2. M.E. Fisher. In: Proc. the International School of Physics
“Enrico Fermi” (New York, 1971), Vol. 51.

3. L.A. Bulavin, D.A. Gavryushenko, V.M. Sysoev. Critical
Phenomena in Nonuniform Systems (Kyiv Univ. Publ.,
1999) (in Ukrainian).

4. M.P. Kozlovskyi. The Influence of the External Field
on the Critical Behavior of Three-Dimensional Systems
(Galyckii Drukar, 2012) (in Ukrainian).

5. D.N. Zubarev. Nonequilibrium Statistical Thermodynam-
ics (Consultants Bureau, 1974) [ISBN: 978-0-306-10895-2].

6. A.Münster.ChemischeThermodynamik (Akademie, 1969).
7. R. Lovett, B. Baus. On the existence of free energy densi-

ties in non-uniform fluids. Phys. A 181, 309 (1992).
8. L.A. Bulavin, D.A. Gavryushenko, V.M. Sysoev. Chemical

potential of the system in an external field. Bul. Nat. Acad.
Sci. Ukraine, No. 2, 79 (1997) (in Russian).

9. I.Z. Fisher. Statistical Theory of Liquids (University of
Chicago Press, 1964) [ISBN: 981-270-052-0].

10. L.A. Bulavin. Critical Phenomena in Liquids. (Kyiv Univ.
Publ., 1997) (in Ukrainian).

11. I. Yukhnovkii, M. Kozlovskyi, I. Pyliuk. Microscopic The-
ory of Phase Transitions in Three-Dimensional Systems
(Evrosvit, 2001) (in Ukrainian).

12. J.S. Rowlinson, B. Widom. Molecular Theory of Capillar-
ity (Clarendon Press, 1982).

13. J.W. Cahn, J.E. Hilliard. Free energy of a nonuniform sys-
tem. I. Interfacial free energy. J. Chem. Phys. 28, 258
(1958).

14. D.A. Gavryushenko, V.M. Sysoev. In Proc. Contributed
papers of Conf. Physics of liquid matter: Modern problems
(Kyiv, 2001).

15. D.A. Gavryushenko, O.O. Starovoitov. Nonlocal fluid den-
sity distribution in the vicinity of the critical poin. J. Mol.
Liq. 120, 123 (2005).

16. L.A. Bulavin, K.O Chalyi. Neutron Optics of Mesoscale
Liquids (Naukova Dumka, 2006) (in Ukrainian).

17. L.A. Bulavin. Neutron Probing of the Liquid Matter (Inst.
NPP Safety, 2012) (in Ukrainian).

18. V.M. Sysoev. Spectrum of collective excitations in liquid
4He. JETP Lett. 14, 289 (1971).

19. K. Huang. Statistical Mechanics (Wiley, 1987) [ISBN: 0-
471-81518-7].

20. L.D. Landau, E.M. Lifshitz. Fluid Mechanics (Butter-
worth–Heinemann, 1987), Vol. 6 [ISBN: 0-08-033933-6].

21. D.A. Gavryushenko, O.O. Starovoitov. Nonlocal fluid den-
sity distribution in the vicinity of the critical point. J. Mol.
Liq. 120, 123 (2005).

22. L.A. Bulavin, D.A. Gavryushenko, V.M. Sysoev et al. Cal-
culating the chemical potential of components of a binary
solution in a plane-parallel pore. Russ. J. Phys. Chem. 84,
225 (2010).

23. L.P. Pitaevskii, E.M. Lifshitz. Statistical Physics (1rst ed.)
(Butterworth–Heinemann, 1980), Part 2, Vol. 9 [ISBN:
978-0-08-050350-9]. Received 17.01.20

Л.А.Булавiн, Д.А. Гаврюшенко, В.М.Сисоєв

НЕЛОКАЛЬНЕ РIВНЯННЯ СТАНУ:
КРИТИЧНI ЯВИЩА ТА КОЛЕКТИВНЕ ЗБУДЖЕННЯ

Показано, що в широкому iнтервалi змiни термодинамiчних
параметрiв термiчне рiвняння стану рiдинної системи на-
буває нелокальних властивостей. Побудованi на основi не-
локального рiвняння стану профiлi густини рiдини дозво-
ляють визначити, що при наближеннi до критичної точки
рiдина–пара суттєва змiна густини системи має мiсце у зна-
чнiй частинi об’єму. Застосування нелокального термiчного
рiвняння стану для замикання рiвнянь класичної гiдроди-
намiки дозволяє одержати спектр колективних збуджень,
подiбний до спектра збуджень у рiдинному гелiї.

Ключовi слова: рiвняння стану, нелокальнi властивостi, ко-
лективне збудження.
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