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Fluctuation solution theory has provided an alternative view of many liquid mixture properties
in terms of particle number fluctuations. The particle number fluctuations can also be related to
integrals of the corresponding two body distribution functions between molecular pairs in order
to provide a more physical picture of solution behavior and molecule affinities. Here, we extend
this type of approach to provide expressions for higher order triplet and quadruplet fluctuations,
and thereby integrals over the corresponding distribution functions, all of which can be obtained
from available experimental thermodynamic data. The fluctuations and integrals are then deter-
mined using the International Association for the Properties of Water and Steam Formulation 1995
(IAPWS-95) equation of state for the liquid phase of pure water. The results indicate small, but
significant, deviations from a Gaussian distribution for the molecules in this system. The pressure
and temperature dependence of the fluctuations and integrals, as well as the limiting behavior as one
approaches both the triple point and the critical point, are also examined. © 2015 AIP Publishing
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Experimental triplet and quadruplet fluctuation densities and spatial
distribution function integrals for pure liquids
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I. INTRODUCTION

From a theoretical point of view, liquids and liquid
mixtures are commonly characterized in terms of probability
distribution functions. These distribution functions provide a
way to describe liquid structure and can be further used to
relate this structure to the corresponding thermodynamics. !
The Kirkwood-Buff (KB) theory of solutions provides such
a link between integrals over the spatial pair distribution
functions and the thermodynamic properties of any stable
multicomponent system.> These integrals can also be ex-
pressed in terms of particle fluctuation densities and both
quantities can be considered to characterize a liquid or liquid
mixtures.> Consequently, KB theory, also more generally
known as Fluctuation Solution Theory (FST), has provided
an alternative view of many solution properties in terms of
particle number fluctuations and distributions.>*>

Many theoretical approaches also employ distribution
functions beyond the simple pair distribution. The role of
triplet and higher distribution functions in liquids is well
established.®® However, quantitative information concerning
these distributions remains quite limited, especially from
experimental sources.’~!? In particular, there are no systematic
studies of triplet correlations over a wide range of temperature
and pressure for complex liquids using experimental data.
Previous work has been primarily restricted to scattering
studies that provide the pair distribution function, and thereby
partial information concerning triplet distributions, via studies
of the pressure and temperature dependence of the pair
distribution. Unfortunately, scattering studies are usually
limited to molecules of low complexity.

Here, we describe an extension of traditional FST to
generate triplet and quadruplet particle number fluctuations,
together with the corresponding integrals over the triplet and
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quadruplet spatial distribution functions, in an effort to provide
experimental data concerning higher distributions in pure
liquids at any density. The new expressions are then combined
with existing relationships to systematically investigate these
higher correlations in pure water over a range of pressure and
temperature. Finally, we compare and contrast this approach
with currently available experimental methods that attempt
to access similar liquid state correlations. The results can
therefore be used to provide rigorous tests of current theories
of solutions, to guide the development of accurate models for
computer simulation, and to further relate solution structure
to solution thermodynamics.

Il. THEORY

As is traditional with Fluctuation Solution Theory, one
starts with the equations of the Grand Canonical Ensemble
(GCE) and then uses various thermodynamic transformations
to provide properties corresponding to either semi-open os-
motic systems or fully closed isothermal isobaric systems.'!
Hence, all ensemble averages and distribution functions in this
type of approach correspond to the GCE. The fluctuating quan-
tities are then related to integrals over distribution functions.
Usually the application is to liquids, but there is no reason the
same approach cannot be applied to pure gases or even solids.

The thermodynamic potential and partition function in the
GCE—where the set of chemical potentials ({u}), the volume
(V), and the absolute temperature (7) are the independent
variables—can be written as!

Bp=V'lnE,
2= ) QUNLVI)eAN, W

{N}=0
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where B = (kgT)™!, p is the pressure, w-N = y1 Ny + poNo-+,
and N, is the number of molecules of species a@. The sum
is over the full permutation of molecule numbers, and Q
({N},V,T) is the canonical partition function for each sys-
tem of {/N} molecules in the same fixed volume. The most
useful value for the Boltzmann constant (kg) in this work is
0.083 143 714 bar L mol~! K=!. The above partition function
applies for any system where Boltzmann statistics are obeyed.
Our main focus will be single component liquids. We will,
however, retain the full multicomponent expressions during
the initial derivation and then simplify to a single component
later.

The corresponding differential for the GCE can be written
in terms of just the intensive variables,

U N,
dpp==dp+ ) T dBua. @)

where U is the internal energy. The ensemble average of a
property (X) in the GCE is given by

(X)=e PPV " XePLiehN, (3)
{N} i

and Egs. (1) and (2) lead directly to the following relationships
for the internal energy density and the particle number densi-
ties of each species:

U (0V'lnE _(E)
(),
N, (0V~'lE Ny 4)
v ( IBHa )ﬁ,{ﬁu}'_ v

for any multicomponent system.' Here, the prime indicates that
all chemical potentials except for the one of interest are held
constant.

One can continue to take derivatives with respect to the
chemical potentials in the GCE to provide,’

o

OBts ) g 1puy

(aBaﬁ)

OBty ) g ipuy

(35

OBHs | p.1ppuy

1 [{(6NaONsSN,6Ns) = (6NaGNg) (S NyONs )~
(6NONyY(SNgONs) — (S NaO Ns)(SNgo Ny )

ED([B)/(S’

=V '[{6 N6 Ng)| = Bags

=V '[{6NaO NN, )| = Capys )

where 6X = X — (X) denotes a fluctuation in the value of
X. The particle number fluctuations can also be expressed in
terms of density fluctuations, but this becomes increasingly
more awkward for the higher moments of the distribution.
The most appropriate intensive properties are the fluctuations
per unit volume, or fluctuation densities, as displayed above.
The fluctuation densities provide quantitative measures of the
correlation between particles in an open system.

The above expressions are restricted to open systems.
The next step is to provide a connection to equivalent closed
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systems, which are of more common interest. The intensive
GCE averages are a function of the intensive thermodynamic
variables associated with the GCE, and therefore, one can write
the following general differential:

_(0(X) 9(X)
4= (W){ﬂu}dﬁ+ Z”(aﬁ“ﬂ )ﬁ,{ﬂu}'

where X is an intensive property. It should be noted that
there is no volume derivative in the above expressions as it
can be shown that this derivative is zero when X is inten-
sive, i.e., intensive properties only depend on the intensive
variables.® If we restrict ourselves to the study of isothermal
changes, the results relate to particle number fluctuations only.
Energy fluctuations will be included fully at a later date.
However, some preliminary results are invoked in Secs. III F
and III G.

Taking derivatives of Eq. (6) with respect to pressure pro-
vides a series of useful relationships. When X = 8p=V~!InZ,
one obtains the common relationship between the partial molar
volumes (V,),

dBa, (6)

oV'In= _
(6—) :ﬂ (lpava:ﬁ- @)
P Jpny
Using (X) = p, in Eq. (6) provides
ﬁpa) .
- =B)  BapVs=pakr (®)
( P | p,iny ZB

and corresponds to the Kirkwood-Buff theory of solutions
expression for the isothermal compressibility,

((9an)
KT =— .
P ] p.ny

This well-known relationship can be used to extract particle-
particle number (or density) fluctuations in pure liquids. Here,
we wish to go beyond these pair correlations to examine the
triplet and higher fluctuations (correlations). Finally, using
(X)=Bgyp and (X) = Cup, in Eq. (6) provides

&)

aBaﬁ) _
:ﬂ C(l V3

( ap SN} Zy By Yy

acam) _

P =B DagysVs. (10)

( ap AN} Z& vByS Vo

The above expressions describe the pressure dependence of
the two and three body particle number fluctuations. Obvi-
ously, one could continue indefinitely. However, it is unclear
if reliable estimates for higher distributions can be obtained
from experiment. This represents a particular aim of the current
work.

It is clear from the above expressions that if the multivar-
iate particle number probability distribution for the liquid was
simply Gaussian in nature, the C’s and D’s would then be zero
and the B’s would therefore be independent of pressure. This
is clearly not the case, as noted previously.!> The expressions
in Eq. (5) correspond to the cumulants of the multivariate
particle number probability distribution expressed in terms
of the central moments. Alternatively, they can be viewed as
the mean, covariance, coskewness, and excess cokurtosis of
the same distribution. We note that there are several different
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definitions of skewness and excess kurtosis in the literature.
The definition of skewness and excess kurtosis referred to
here are those provided by VC,g, and VD,g,s expressions,
respectively.

Before discussing a real system of common interest, we
note that the fluctuating quantities can be related to a series
of corresponding distribution functions (see Appendix A). For
single component systems, the relationships between the fluc-
tuating quantities and the corresponding distribution functions
are provided by

SN )?
By = w =pi(1+pi1Gn),
SNy)?
Cin = ¥=P1(1+3P1G11+P%G111), (11)
(6N =3((6N)?)’
D111 =

\%
= pi(1+7p1G11+6p7G 111+ piG11n1),

which involve integrals over the n-body spatial distribution
functions g((:z‘_.(rl,rz, ...) that are similar in form to the inte-
grals appearing in the theory of imperfect gases or the
McMillan-Mayer theory of (osmotic) solutions,'

G = V*I/[gf?—l]drldrz,
V_l/[gﬁ)l—1—3(g§21)—1)]dr1dr2dr3, (12)

G = v [ el = 1-4(e = D =366 - D& -1

+6(g\? - 1)] dridradrsdrs.

G

The integrals can also be expressed in terms of particle number
fluctuations,

PIVG1 ={(6N)?) = (Ny),

PV Gii1=((6N1)*)=3((6N1)*) +2(Ny), (13)

pIVGI = ((GN)YY=3((6N )2 =6((5N))*)
+11{(6N1)*) = 6(Ny),

if desired. Hence, if one can obtain the fluctuating quantities
in terms of experimental data, then the corresponding integrals
over the center of mass based two, three, and four body distri-
bution functions can also be obtained.

The integrals over the spatial distribution functions are
valid for any liquid density and are obtained after averaging
over the positions (and orientations) of all the other molecules
in the system. Hence, they can be used for regions of the
phase diagram where many expansions do not usually apply.
Furthermore, any orientational effects of the molecules do not
appear (directly) in the associated integrals. This means the
integrals for molecular systems adopt a much simpler form
than observed for many low density expansions. They cannot
be used to probe the detailed nature of the interaction energy
between molecules, as required in many integral equation theo-
ries, but they are valid for both pairwise additive and non-
additive potentials.

The fluctuation densities and corresponding integrals pro-
vide alternative, but complimentary, descriptions of the corre-
lation between particles within the system. The above integrals
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and probability distributions are often used to provide insight
into the “structure” of liquids and liquid mixtures.* It should be
noted that, because the distribution functions are defined for
the GCE, the corresponding integrals are not those expected
for closed systems (wWhere pgG o3 = —04p), and the distribution
functions tend towards unity in an exact manner when all
molecules become widely separated.

The pressure dependence of the G’s can be obtained by
taking derivatives of Eq. (11) and comparing with Eq. (10).
One finds

G, = B(G111-2G3),

! (14)
Gl =B(G111-3G111Gn),

where the prime indicates an isothermal derivative with respect
to pressure (a notation that will be used throughout this article).
The first relationship in Eq. (14) is the integrated form of the
well-known expression for the pressure dependence of the pair
correlation function.'3!#

In summary, we have provided an extension of the tradi-
tional FST approach to investigate the fluctuations and distri-
bution integrals for real solutions using experimental data. In
doing so, we are not attempting to provide a low density expan-
sion valid for solutions. Furthermore, no attempt is made to link
the results to the underlying pair interactions from which they
came. We are providing access to the experimental fluctuations
and integrals over distribution functions that characterize the
liquid and give rise to the thermodynamic properties at a partic-
ular state point, regardless of the density. The relationship
between the present approach and existing previous studies
of higher distribution functions will be discussed further in
Sec. IV.

lll. RESULTS

Some of the expressions presented here for pure systems
have appeared previously. For instance, the expression for the
compressibility given by Eqs. (8) and (11) is well known.? It is
also known that the pressure dependence of the pair or radial
distribution function (rdf) is related to the triplet distribution.'?
However, we have found no relevant quantitative experimental
data in the literature concerning the fluctuations (beyond the
compressibility) for molecular liquids over a range of pressures
and temperatures.

Using the results from Egs. (8) and (10), the fluctuating
quantities for pure gases and liquids can be expressed in terms
of pressure derivatives of the density and are given by

By = B'pip),
Cii = B 2pilpipf +(p))l, (15)
Diii = B pilpip) +4p10107 +(p))].

Expressions for the fluctuations in terms of derivatives of the
molar volume or the isothermal compressibility are given in
Appendix B. The above expressions essentially correspond
to the familiar Kirkwood-Buff inversion procedure'” that pro-
vides fluctuating quantities in terms of experimental observ-
ables. Once the fluctuating quantities have been obtained, the
integrals over the distribution functions can also be extracted
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using the relationships outlined in Eq. (11). However, to obtain
reliable values for the derivatives, an accurate equation of state
(EQOS) is required.

The results obtained for pure water as a function of pres-
sure and temperature are determined here using the IAPWS-
95 EOS as implemented in the National Institutes of Stan-
dards and Technology (NIST) Standard Reference Database
10: NIST/American Society of Mechanical Engineers Steam
Properties Database version 2.22.'%!7 The source code pro-
vides a series of thermodynamic properties as a function of
pressure (or density) and temperature via a subroutine call.
First and second derivatives of the density are provided directly
by the EOS. The third derivatives were obtained numerically
via a finite difference approach using the second derivatives
and a value of dp = +1072° bars. Calculations were performed
in quadruple precision.

A. Density and pressure expansions

Before presenting the results for water, it is informative to
clarify the uses and exact meaning of the integrals presented
here, especially as similar quantities are also found in the
literature. In Sec. II, we provided expressions that relate a
series of fluctuating quantities to a series of corresponding
pressure derivatives. Consequently, one of the most obvious
uses for the fluctuations is to rationalize changes in the density
as a function of pressure along a particular isotherm. A simple
Taylor series expansion provides

p1(P) = p1(Po)+ P (Po)Ap+ 1 pV(po)AP?
+1p7 (po)Ap* +0(AP") (16)

in terms of the pressure change Ap = p — p,, from a reference
pressure p,. The pressure derivatives appearing in the above
expression are given by the fluctuating quantities appearing in
Eq. (15),

, _ BBu
P = >
P1
’’ ﬁz
Pl = SpCin-B1, 17)
1
3

Py = %[P%D1111—4PICHIB” +3B})],
1

or via integrals over the distribution function according to

Py = Bl1+piGul,
pi = B|Gu+pi(Gin-Gip, (18)
Py = 53[2G111—3G%|+P1(G1111—4G111G11+3G?1)]-

The above derivative expressions are valid at any liquid
or gas density but should be evaluated at the reference pres-
sure/density for use in Eq. (16). In the case of gases, where
p; will be very small, the derivatives may simplify further.
Expressions for the equivalent virial coefficients (B,,) can also
be obtained from Eq. (16) using a series reversion approach—
although to obtain the fourth virial coefficient, one requires
an additional density derivative. This provides the following
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expansion:
BAp=Api[Bi+BaApi+BsApi+-] (19)
for which the B’s are given by

Bi(T,po) = [1+p1Gii] ™,

By(T.p,) = =3[1+ p1Gui] > [G1i+ p1(Gi1 - G2, (20)

By(T.po) = —¢[1+p1G1]”
2G111-6G1, + p1(Gi111+6G3, —8G111G11)
+p1(G1111G11 +2G11GT, - 3GT, )

Again, the virial coefficient expressions in Eq. (20) appear
more complicated than the traditional expressions as they are
valid for any reference pressure (away from a first order tran-
sition). The traditional virial EOS is provided when p, and p;
are zero. Hence, the more common virial EOS is actually a
limiting case of FST. Clearly, the expansion provided in Egs.
(16) and (18) is simpler in form for finite reference pressures
(densities).

One can also develop expansions for G using Eq. (14).
This further illustrates how the structure of the liquid or gas
changes with pressure or density. The pressure derivatives are
then

G, = B(Gi11—2GY)),

1 20
G}, = BA(Gin-7G111G1+8G3)),
while the corresponding density derivatives are given by
G _
( aplll) = [1+p1Gul ' [Gin—-26G7 ],
’ (22)

0°G _
( 211> = [1+p1Gul™
dp; 8

G1111-8G 111G 11+ 10G3,
+p1(G111Gny _G%ll_4G111G%1 +6G411]) ’

where we have used the chain rule to write dG11/d p1 = G,/ p},
etc.

B. Gas phase fluctuations and distribution function
integrals

While our primary focus is the liquid phase, as this has
traditionally been the more difficult system to study, a brief
discussion of the results for the gas phase region is in order
(the gas phase diagrams containing results up to 1250 K are
provided in the supplementary material®®). The two body fluc-
tuations (Bj1/p1) generally increase with decreasing temper-
ature and increasing pressure. The skewness of the distribu-
tions (C111/p1) is always positive (an excess of particles in the
volume is favored over a depletion) and the excess kurtosis
(D1111/p1) is always positive (the actual distribution is more
peaked than a normal distribution). The magnitude of C,;;/p;
and Dy111/p; follows the same pressure and temperature trends
as Bj1/p1. The pair distribution integral p;G; is positive and
generally increases with decreasing temperature and increas-
ing pressure, while the triplet distribution integral p%Gm is
positive over most of the gas phase region investigated here, but
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can take on negative values at high pressure and high temper-
ature near the supercritical region. The quadruplet distribution
integral p?Gml can adopt either positive (as one approaches
the critical point) or negative (for low pressures and higher
temperature) values. As expected, the gas phase approaches
ideal behavior at low pressure and high temperature, where
B11=C111 = Di111 =p1, which corresponds to the known Pois-
son distribution for the particle number fluctuations.'® All the
G’s would be zero for a perfect gas but are finite for real gases
even at low pressures.

Figure 1 displays the two virial coefficient forms described
above as obtained at 298.15 K. In addition, we have included
the following related virial coefficients:

B =1,
B; = -1Gy, (23)
B} = —3[Gii-3G},|.

These correspond to the traditional (low density) forms of the
virial coefficients. However, the integrals used in Eq. (23) can
be applied to finite densities and do not form part of an expan-
sion. They are, however, useful as integrals that correspond
to particle correlations at a finite density, after averaging over
all other molecules in the system, where one can apply the
Kirkwood Superposition Approximation to the (orientation-
ally averaged) potential of mean force between the molecules

1.000 —
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0.997
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~
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FIG. 1. The (a) first, (b) second, and (c) third virial coefficients for water
vapor at 298.15 K for pressures up to the saturation pressure. Black dotted
lines: B; from Eq. (20). Red dotted lines: B;.‘ from Eq. (23). Black solid lines:
the traditional (zero pressure and density) virial coefficient values provided
by the IAPWS-95 EOS. Units for the B; coefficients are in M -1 while the B3
coefficients are in M ~2.

J. Chem. Phys. 142, 044502 (2015)

at that particular finite density. The first three virial coefficients
decrease with an increase in pressure (or density). This is in
agreement with the fact that G;; and Gy are positive over
the pressures studied. The data for B also indicate that the
presence of additional water molecules in the gas phase serves
to decrease the effective pair and triplet correlations—as would
be expected.

C. Liquid phase fluctuations and distribution function
integrals

The results for liquid water are displayed in Figures 2 and
3 as dimensionless quantities. In the supplementary material,
we also provide Figures 2 and 3 as the raw quantities, but
they essentially exhibit the same overall trends. Figure 2
indicates that the fluctuation cumulants alternate in sign for the
liquid region. As expected, the two body fluctuations (Bj;/p1)
generally increase with increasing temperature and decreas-
ing pressure.68 The skewness of the distributions (Cy11/p1)
is always negative (a depletion of particles in the volume is
favored over an excess) and the excess kurtosis (Dj;;1/py) is
always positive (the actual distribution is more peaked than
a normal distribution). The underlying distributions tend to
a normal distribution (By; is constant, Cj;; = D111 = 0) as
the pressure increases and the temperature decreases. Fig-
ure 3 indicates that the integrals (Ggg.) alternate in sign
and increase in magnitude as the pressure decreases and/or
temperature increases. As expected, Bj;/p; and p;Gy; tend
to large positive values as the critical point is approached, as
do the values of Djy11/p; and p?Glm, whereas the values of
Ci11/p1 and p%Gm become very large and negative in this
region.

The alternating signs of the fluctuation quantities appear
to be an inherent characteristic of liquids and are determined
by the expressions found in Egs. (8) and (10). Hence, one
observes p| >0as By >0, Bj; <0as Cy1; <0, and C{,, >0 as
Dyi11 > 0. These patterns indicate that all the fluctuating quan-
tities decrease in magnitude as the pressure increases. The fluc-
tuating quantities and corresponding integrals are displayed in
Figure 4 and Table I for selected isobars, isotherms, and state
points.

D. Moelwyn-Hughes isotherms

The TAPWS-95 EOS for water, while very accurate, is
quite complicated and similar quality expressions for other
liquids are relatively few in number. In an effort to provide a
more accessible analysis of pure liquids, while maintaining a
significant degree of accuracy, we have investigated a simple
relationship accredited to Moelwyn-Hughes.!” The Moelwyn-
Hughes isotherm can be developed from the semi-empirical
observation that the bulk modulus is proportional to pressure
for a variety of substances. Hence,

ok
( T) = u(T), (24)
T

op

where [ is a constant for a fixed temperature. The relationship
holds over a reasonable range of temperatures and pressures.



044502-6 Ploetz, Karunaweera, and Smith J. Chem. Phys. 142, 044502 (2015)

5

10 03 0.0 0.3
(a) (b) (©
10* - - -
10° A
£ 0.2 £ 0.1 £ 0.2
10° i ¢ 4 3 4
g0} 1t 4 3 4
[SW
10° i 4 3 4
0.1 t 02 0.1
10" H 3 H
107} 3 3
1073 L L L 0'0 L L L _0'3 L L L 0~0
250 350 450 550 650 250 350 450 550 650 250 350 450 550 650
T (K) T (K) T (K)

FIG. 2. Liquid phase fluctuation cumulants (a) B11/p1, (b) C111/p1, and (¢) D1111/p1. The triple point is indicated by a black dot and the critical point by a red
“x.” The horizontal dashed line is the maximum valid pressure for the IAPWS-95 equation of state. Only the liquid phase was contoured. Data outside of the
ranges depicted on the color bars were removed, due to the divergence of these properties at the critical point.

The value of p can also provide details regarding the inter- a function of a pressure change,
molecular potential. For instance, it can be shown that p =1
for ideal gases, i = 8 for a Lennard-Jones 6—12 potential, and M =
w=6-11 for typical real liquids.'*-* «7(po.T)

Assuming the Moelwyn-Hughes isotherm is obeyed, one and integrate again to obtain the density as a function of a
can integrate to obtain an expression for the compressibility as pressure change,

[1+Apu(T)kr(po,T)] ™, (25)

10 0.4 0 -2
(2) (b) (©
10° - - -
0.5
1.8
10° -3
i £ 106 3 ¢
10° £ : 3 : W :
- 1.6
Zw't + 407k 1] ¢ t 4
N9
F 4
10° £ : 3 17 :
F1-08
10 H H -5
1.2
. -0.9
107 3 3
-3

10 L L L 1.0 L L L 10 L L L
250 350 450 550 650 250 350 450 550 650 250 350 450 550 650
T (K) T (K) T K)

FIG. 3. Liquid phase distribution function integrals (a) p1G1, (b) prl 11, and (c) p?Gu 11- The triple point is indicated by a black dot and the critical point by
ared “x.” The horizontal dashed line is the maximum valid pressure for the IAPWS-95 equation of state. Only the liquid phase was contoured. Data outside of
the ranges depicted on the color bars were removed, due to the divergence of these properties at the critical point.
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A further integration provides the change in chemical potential
as a function of a pressure change, but that is not needed in the
present study. Here, we use the above expressions to provide
the fluctuating quantities and integrals. First, we note that
Eq. (8) implies

Bii(p.T) =B p1(p.T)kr(p.T), 27)

and hence, Eqgs. (25) and (26) provide the value of Bj; and G,
anywhere along the isotherm. Using the expression provided
in Eq. (24) and then comparing with the derivative of Eq.
(27) obtained using the expressions given in Egs. (8) and (10)
provides

[1+Apu(T)kr(po,T)]H ). (26)

BZ
Cin=0Q-p—,
2 P1 2~2
PG = (- +(1-2w)p1G11 +(2-p)p1G1ys

(28)

where we have dropped the explicit dependencies on pres-
sure and temperature for clarity. A further pressure derivative,
assuming (L is constant, then provides

BS
Dy = 2-w)(3-2u)—5,
3 n > (29)
P1Gun = -(1=@W)(1+21)+(5-9u+6p7)p1G1y
+3Q2- (1 -2)p1GT + 2= (320G,

Hence, using this approach, all the cumulants and integrals
over distribution functions can be related to By; and/or Gy,
through a single constant, W.

The relatively simple forms for the fluctuations shown
above allow us to characterize a series of possible situations.
First, when p =1, we obtain results consistent with the
Poisson distribution observed for ideal gases. When u=2,
the moments describe a Gaussian distribution for the particle
number fluctuations where By is independent of pressure and

TABLE L. Fluctuations and integrals for water at various state points.>><4
Ambient Triple point Triple point Triple point

T =298.15K [(1) approach, [(g) approach, [(g) approach,
Property p =1bar along Tip) along pyp] along Tip]
p1 55.344 56 55.496 95 2.694 692 x 1074 2.694 697 x 1074
Bii/p1 0.062 076 0.064 150 1.0012 1.001 2
Cii1/p1 -0.014 19 -0.014 83 1.004 1.004
Dyi11/p1 0.005 61 0.003 27 1.01 1.01
p1G11 —-0.937 924 —-0.935 850 0.001 218 0.001 218
p%Gm 1.799 6 1.7927 0.000 252 0.000 252
p?Gl 11 -5.226 -5.202 0.000 25 0.000 25

#According to the IAPWS-95 EOS.

an'ple point (tp) values are estimated by approaching the tp from three directions.

€Units: pj is in M and all other properties are dimensionless.

Triple point: = 273.16 K, 0.00 611 655 bar, 0.0 180 190 M ~! (liquid), 3710.98 M ~! (vapor).
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FIG. 5. Properties of liquid water according to the Moelwyn-Hughes isotherms (dotted lines) provided by Egs. (24)—(30) compared to the values given by the

TAPWS-95 EOS (solid lines). The density (p;) is displayed in units of M.

Ci11= D111 =0—the G’s being non zero. An intermediate
case where p=3/2 would result in Bj; >0, Cj;; <0, and
Di111=0. For real liquids, where uw=6-11," we find that
B11>0, C1; <0, and Dq11; > 0. This is the pattern observed
in Figure 2. Unfortunately, a clear pattern does not emerge for
the G’s from the above equations, although one is observed
experimentally (see Figure 3).

The optimal value of p does depend slightly on tempera-
ture. Therefore, to account for isothermal changes at temper-
atures greater (*) or less () than T, =298.15 K, we have fitted
the dependence of @ on temperature according to the relation-
ship

w(T*) = w(Ty)+a* AT +b*AT?,

30
W) = w(Ty)+a AT +b AT+ ¢~ AT?, (30)

where AT =T —T,. The parameters for Eq. (30) were obtained
from the IAPWS-95 EOS by first fitting a series of bulk
modulus versus pressure (psy < p <5 bars) isotherms using
Eq. (25) with p, =1 bar, and then fitting the resulting w(7")
values to Eq. (30). The parameters are then w(7;) =5.68, a*
=1.58x1072,b*=2.1x1075,a"=1.27x1072,b~=7.3x 1073,
and ¢~ =-1.2x 107>, The results from this approach are
compared to the more exact results provided by the IAPWS-
95 EOS in Figure 5. The results at 298.15 K and 1 bar are in
very good agreement with those reported in Table I, with the
exception of the value for Dy/p;.

Figure 5 indicates that the distribution function integrals
are very well reproduced by the Moelwyn-Hughes approxi-
mation over a range of pressures and isotherms, even though
the slope of the bulk modulus vs pressure (u) is changing over
this range. The fluctuation cumulants are more problematic.
The pair fluctuations are well reproduced, while the triplet
fluctuations are well reproduced at low pressures and start to
deviate from reality as the pressure increases. The quadruplet

fluctuations are poorly reproduced at low pressures, primarily
due to the assumption that u is independent of pressure, but
are very well reproduced at higher pressures. All the data are
well reproduced for the 318 K isotherm as the value of p
is independent of pressure for this temperature. Interestingly,
this isotherm is very close to the compressibility minimum
observed for liquid water at relatively low pressures.

E. Linear density approximation

A further simplification can be achieved when the density
varies linearly with pressure. This is often observed or
assumed. For instance, the simulated compressibility of a
solution often involves a simple finite difference density
calculation.?! In this case, one can use Eq. (26) with u=1.
However, linear behavior of any kind (slope) will satisfy Eq.
(24) with uw=1. To distinguish these possibilities, and to
simplify the resulting expressions, we define a new positive
constant uy, by

ﬂﬂL(T) = Pl(po ’T)KT(pO’T)ﬂ(T)

such that p;(p) = p1(p,) + Bu, Ap for linear behavior. Hence,
up == 1 for an ideal gas (p; = Bp and k7 = p~! for any p and
T), but not necessarily for a liquid where u; will typically be
much smaller than unity (0.06 for water at 298 K and 1 bar).

&1V

It is relatively easy to show, using Eq. (15) with p{'= p{”" =0,
that the fluctuating quantities are then given by
Bii = piug,
Cin = piug, (32)
Dii = pig

which are all positive quantities. The corresponding integrals
are provided by
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p1Gn = pr—1,
p1Gi1 = (ur—1)(ur—2), (33)

PG = (ur—D(uL—-2)(ur-3)

and will alternate in sign if up < 1. Both of these expressions
suggest the general relationships

_.n
Kn+1 = M K1,

PiGimen =] [(ur—b),
k=1

(34)

where ¥; is the ith cumulant of the particle number distribution.

Unfortunately, it is immediately clear that this is a poor
approximation for the fluctuating quantities. The value of By,
is reasonably well reproduced for small deviations from the
reference state. However, this provides the wrong sign and
magnitude for Cj;; indicating that the higher fluctuations
are sensitive probes of the density variations. Thus, a linear
density approximation, while adequate for obtaining the
compressibility (Bj), is probably insufficient to obtain the
higher order fluctuations in most cases.

F. Temperature related effects

The previous discussion has focused on pressure effects
at constant 7. However, many interesting observations occur
as a function of 7. FST can also be extended to include
derivatives with respect to T.'!?>2* Temperature effects
naturally introduce energy fluctuations. The density maximum
observed for water indicates a value of zero for the thermal
expansion. FST provides the following expression for the
thermal expansion coefficient (ap) of a pure liquid:>*

1 B
0 HV) - <5N168> _ le (35)
p

rar T( T vy - P
in terms of the fluctuations in an excess energy € = E— N, H|,
where E is the instantaneous internal energy of the volume of
interest and H; is the average molar enthalpy of the solution.
The subscript € indicates a substitution of N; by € in the
previous expressions for By (and later C};1). When the thermal
expansion is zero, the following condition must hold:

(6N\6E) = (6N16N\) Hy = (6 N16N) U, (36)

where the approximation should be reasonable for liquids
under ambient conditions. Hence, the density maximum is
characterized by the absence of a correlation between the
particle number and the internal energy, i.e., E = N|H| = N,U;.

The condition for the well-known minimum in the
compressibility of water, located at 315+5 K between 1
and 8 bars,>>3" can also be phrased in terms of fluctuations.
This requires the temperature derivatives developed in our
previous work and provided in Appendix C.'! The simplest
result obtained from Eq. (8) is

T(a[pIKT/,B])
p

aT Z%[Plcllg—BnBlgl (37

1
Therefore, a minimum in the compressibility term is charac-
terized by

<N1><5N16N158>=<6N16N1><6N168> (38)

J. Chem. Phys. 142, 044502 (2015)

which indicates that the triplet correlation is then simply
related to the corresponding pair correlations. This can also
be expressed in terms of density and energy fluctuations by
dividing throughout by V3.

G. Behavior of the fluctuations approaching
the critical point

As mentioned previously, the fluctuation densities tend to
+oo at the critical point for this second order transition. The

critical point is characterized by the fact that?!
op 0°p
— —0, — —0. 39
av av:~ %

Hence, many of the derivatives required in order to obtain the
fluctuations from Eq. (15) become very large in this region.
The correlation length is therefore very long and the integrals
described here also become large. However, pressure varies
smoothly as a function of T along the critical isochore. Using
the thermodynamic identity,

) () ),
oT ) ,\dp1),\ dp )1 ’
(0_17) _ap_ P1Bie

oT o1 KT

TBy~

the above expressions indicate that while the thermal expan-
sion and compressibility diverge as one approaches the critical
point, their ratio remains finite. It also indicates that the same
behavior with respect to 7' or p will be exhibited along the
critical isochore. Furthermore, the approach to the critical
point along the critical isotherm or isobar will also be the
same.

Even though the fluctuations appear to diverge at the
critical point, one can still investigate this divergence in
terms of the traditional scaling laws and also obtain relation-
ships between the triplet and pair correlations under these
circumstances. To do this, we examine the behavior of By,
which is closely related to the isothermal compressibility
and bulk modulus and tends to infinity at the critical point.
Analysis of the derivative of B, with respect to either T or p
provides expressions in terms of both the particle-particle and
particle-energy fluctuations (see Appendix C for the isochoric
expressions),

Jdln Bll _
( oInT ) =h
P1

(40)

Ciis  CiniBie

B B%l ’
(51‘13“) _ BrCin 41)
olnp ), p1 By’

(6lnB“) _ IBCUS
oInT p B 11
The expressions found in Egs. (41) are valid anywhere
away from a first order phase boundary. These derivatives tend
to infinity at the critical point, but they do so in a well-defined
manner. To see this, we need to examine the critical exponent

associated with the limiting behavior of Bj;. A series of related
critical exponents can be defined by
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0lnBy; _
(ammn)pl’mﬂﬁo BRA
0ln By, _
(ammn)pﬁAh0 = (42)
0lnBy; _
(aln|Ap|)Tc,Ap—>0 -

where AT =T —T. and Ap = p—p.. We note that v is the
traditional exponent describing the divergence of the compress-
ibility along the critical isochore.3? Then, we can relate the two
sets of derivatives via

0lnBy; i

( dInT )pLC,AT—>O - _ﬁ’
olnB T

( alnTn)p&AH) - _IYAP_TI’ “3)
d0lnBy; _yrp

( dlnp )TC,A])—>O - _M'

This strongly suggests that the divergence of the fluctuating
quantities is related in a simple manner—as one moves
from the pair fluctuations to the triplet and quadruplet, the
divergence increases by a factor of AT~! or Ap~! each time.
Hence, the ratio of Cy11/By1 and Dy111/C111 quantities diverges
in the same manner, as do the ratios of integrals Gi;;/Gy;
and G1111/G111- The following limiting behavior is therefore
observed along the critical isochore,

Gi1.B11,Bie < (p—p) Y o< (T.=T) 7,
Gi11,Ci1,Crie o (p—pe) 7 o (T.=T) 77, 44)
Giii,Dinioc (p=po) 7 2o (T.=T) "2,

while along the critical isotherm or isobar, one finds

Gi1,B11,Bie < (p—pe) T o< (T.=T)77,
Gi11:Ci11.Cris < (p—po) 7T o (T.=T) 777", (45)
GrinDin e (p—p) 7T 2o (Te=T) P72
From the relationship provided in Eq. (40), it is clear that
¥r =7¥p. The value of both constants can be obtained from

the Taylor expansion provided in Eq. (16). If we rewrite the
expansion for the critical isotherm using p, = p. as

1p1()Ap ot (pe)AP?

ond) |,
(7o) Py o4

1+

Ap1=pi(pe)Ap

(46)

then the relationships provided in Egs. (17) and (45) indicate
that all the terms in the square brackets are finite and constant
when approaching the critical point. In fact, the general

relationship

n -1

N R
ap" B dp B

would then hold where the derivatives are dominated by the
first term in the square brackets of Eq. (17). It is known
that |Apy|® o< |Ap| as one approaches the critical lpoint and

SO p’l(pc)OCAp‘Yl‘1 and consequently Bjjoc Ap® !, or yr
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=y, = 1-8"". The IAPWS-95 EOS state is a classical EOS for
water that provides a value of y = 1. The IAPWS-95 EOS has
nonanalytic terms and the value of f is set at 0.3,!7 close to
the renormalization group theory value (0.326),%? and hence,
a value of & close to the renormalization group theory value
(4.8)* would be expected. We have examined the limiting
behavior of the fluctuations in Table II. The results are in
agreement with the EOS and a value of 0 ~ 5. It should
be noted that the analysis of critical exponents provided in
Table II does not shed any new light on the experimental data,
as these exponents result from the EOS, but they do provide
support for the results presented in Eqs. (41) and (43)—(45).
It should also be noted that the uncertainties in the properties
generally increase as the critical region is approached and that
the IAPWS-95 isothermal compressibility has an unphysical
indentation in a region from 7; to 7T.+2 K for densities
+0.5% from p.. Hence, the properties in Table II may not
be entirely representative of real experimental data in this
region.!”

The scaling relations illustrated in Egs. (44) and (45) also
suggest quantities for which limiting fluctuation ratio values
can be obtained at the critical point and can therefore be used
to characterize the distribution. Specifically, these quantities
are ratios of particle and/or energy fluctuations of the same
order (pair/pair, triplet/triplet, etc.). It should also be noted
that the terms preceded by delta functions in Eq. (A5) become
negligible as we approach the critical point, and hence, the
behavior of By, Ci;1, and Dy is determined by the behavior
of Gy1, Gq11, and Gy1;, respectively. The estimated values
for these quantities are provided in Table II. Examination
of the critical exponents in Table II also suggests that the
following ratio of moments should be constant at the critical
point:

BiDin _ GuGin _ (6p)) [<(6P)4>_3<(5P)2>2]

C1211 - G%ll <(5P)3>2

. (48)

where p = N;/V is an instantaneous density. The above ratio
is also the ratio of the fourth standardized central moment to
the square of the third standardized central moment.

IV. DISCUSSION

The fluctuations investigated here using FST are the same
properties that cause radiation to scatter when it impinges on
a liquid.>* The measured distribution of scattered radiation
intensity, /(Q), provides information on the distribution of the
atomic positions in the liquid.**3> Several steps and corrections
must be taken to go from I(Q) to the structure factor, S(Q).3*38
The resulting S(Q) is a sum of weighted averages of m(m+1)/2
partial structure factors, S,s(Q), where m is the number of
distinct atomic species.*®* For water, there are three partial
structure factors, Soo(Q), Sou(Q), and Syu(Q).%3® If each
Sap(Q) can be de-convoluted, the site-site rdfs can be obtained
by Fourier transformation.’®3%404! So far, it has only been
possible to obtain the complete set of site-site rdfs for a

very small set of all the molecules that make up chemical
space. 10:37:3942
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Even knowing gflz/)g for a liquid does not “close the book”
on its structure.** The structure of monatomic liquids is fully
defined by the relative probability of findingn=1,2,..., N, of
the N molecules in the system at various separation radii.®*3->°
These relative probabilities are trivial for n =1, gf,l )= 1, and
obtainable for n=2, g((lzﬁ)f, for monatomic liquids as described
above. For molecular systems, a complete description of
the structure would additionally require knowledge of the
relative probability of finding triplets, etc., of the molecules’
constituent atoms at various separation radii and the angular
relative probability distributions that describe the molecular
orientations.?#!4351 Experimental studies that provide g*)
do not provide the complete angular distributions.*!#332-3
As a workaround, Soper and coworkers obtained angular
distributions from computer simulations.*'>!->* Indeed, the full
set of site-site and angular dependent distribution functions are
required for integral equation studies of molecules, but FST
does not require this exhaustive level of detail regardless of
the type of molecule under study. All that is needed in the FST
approach is the center of mass based, not the site-site and/or the
angular dependent distributions for any type of molecule. From
this input information, a thermodynamic and microstructural
description of the system can be obtained.

In addition to the sequence of positional distribution
functions, the sequence of interatomic potentials is also
relevant to this discussion.” In most studies, all that is consid-
ered is the two-body correlations and/or potential.!34346-50
Largely, this is because there has been no experimental
determination of three-body distribution functions for (three-
dimensional) fluids.?3%4247-4955 However, several examples
where knowledge of the triplet correlations are important
have been discussed by von Grunberg,*”*8 Abascal,>® Winter,*
and Rice.*” Higher-order potential terms are included in
some atomic and homonuclear diatomic fluid theories, where
accurate pair potentials can be obtained.'>*3-3%7 In contrast,
molecular potentials are generally “effective” potentials,
meaning that a pair potential is adjusted to reproduce target
data to circumvent the need for the correct combinations of
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Attempts to measure higher distribution functions directly,
despite the experimental limitations with conventional scatter-
ing methods, have led to interesting video microscopy studies
of quasi two-dimensional, colloidal systems.***’*8 Addition-
ally, indirect experimental measurements of integrals over the
triplet distribution function may be obtained for fluids for
which g(% is known. However, this approach is not applicable
to molecular fluids without making approximations.® The
isothermal pressure derivative of S(Q) involves the pressure or
density derivative of gfg,, which can be written as an integral
over g((t3[)3’y'14 For example, the pressure derivative of gﬁ) is
given by®

pigi(r)
mkﬂ(la+ = p} / BRHCOEFHGIEE
T

+2028\(r), (49)

where r and s are interatomic vectors connecting atoms at
positions 1 and 2 and positions 1 and 3, respectively. The
above expression is consistent with Eq. (14). It should be
noted that neither gﬁ)l itself nor an integral over gﬁ)l by itself is
obtained, but instead an integral over gﬁ)l - gﬁ). Nevertheless,
the integral has been useful for the few systems for which
the rdfs are obtainable. These relationships, first provided by
Buff and coworkers and by Schofield,?>**! have been used
extensively by Egelstaff and others to test theories and models
for gfgyw"3’14’22’49'55’58’62 and are described below.

Our work is similar to the S(Q — 0) limit of Egelstaff’s
(and others”) work, which is focused on S(Q) and therefore
only technically valid for monatomic liquids.® Egelstaff did
make a very brief mention of this S(0) limit. For example, most
similar to our work, he compared the pressure derivative of the
bulk modulus for argon at its triple point from experiment with
various models for g®.!3 Similar analysis was performed for
gaseous krypton at a state point near its critical point.” Ram and
Egelstaff assessed the pressure of room temperature krypton
versus density.’>%3 They compared experiment and simulation
using an accurate pair potential and attributed deviations in the

pair plus higher potentials.*? agreement to higher order interactions.>*%3
TABLE II. Critical point behavior.®"
Estimated finite critical point quantities for water
BBie Cinn D BClis B11Dji11
By B%] B?I Cin C|21|
M M2
Pi.c Op/OT -1.80
P T >Tc -1.8 0.149 ND -2.0 ND
Te, p > pe -1.7 -1.7 2.2
peT <T. -1.7 -1.7 22
Critical exponents from the IAPWS-95 EOS

By ICinl™! Dy, 1By ICi1el™
proT > T 1.01 2.02 ND 1.00 2.00
Te, p > pe 0.81 1.81 2.80 0.81 1.83
pe. T < T, 0.83 1.84 2.83 0.84 1.85

4T. = 647.096 K, p. = 220.64 bars, py o = 17.87 M, 3¢ = 0.186 mol/kJ, and Bcpc/p1,c = 0.229.
bValues of Ap =~ mbar and AT ~ m K were used to determine the critical exponents. ND, could not be determined accurately.
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Gray, Gubbins, and Egelstaff have derived general expres-
sions for thermodynamic derivatives of properties that are a
function of the phase variables averaged over the GCE to
derive the thermodynamic derivatives of dynamic correlation
functions in a systematic fashion.'* They discussed using
derivatives of radiation scattering functions to study higher-
order correlations and to test models or theories of fluids and
used examples taken from other studies of the derivative of the
Van Hove self-scattering function for hydrogen gas at 85 K
and 120 atm and of the pressure derivative of the distinct Van
Hove scattering function for nitrogen gas at room temperature
and 200 atm.'* They briefly noted that their equations could
also be extended to mixtures and would then be considered
generalizations of KB theory.'*

Several other works are also directly dependent upon
scattering data. Buff and Brout?? and Schofield®® developed
recursion relationships between the density derivatives of
correlation functions of all orders and integrals over higher
order correlation functions, but no real applications were
provided. In a later study, Buff and Brout used the concen-
tration derivative of the rdf for argon at 91.8 K and 2 atm
to assess the quality of the superposition approximation and
also obtained G;;; from a similar route to that described
here.” Egelstaff, Page, and Heard assessed the isothermal
pressure derivative of S(Q) for liquid rubidium near its triple
point and argon near its critical point and also assessed the
isothermal pressure derivative of the centers-S(Q) for liquid
carbon tetrachloride (reliant upon approximations since this is
polyatomic) at an intermediate state point at 296 K.® They
compared their findings to integral equation theory results
using various models for g®.® Gliser and coworkers presented
a neutron diffraction investigation of the S(Q) of liquid
cesium close to its liquid-vapor critical point to obtain the
isothermal density derivative of S(Q).%? Soper and coworkers
measured the isothermal density derivative of S(Q) of dense
fluid helium by neutron diffraction to test a model for g5
Finally, Egelstaff® additionally assessed the second derivative
of S(Q) with respect to pressure for liquid neon at 35 K
and p=1.119 g/cm®, which is related to integrals over the
quadruplet correlation function, and Ballentine® has further
considered the long wavelength limit.

Most notably, Gorbaty and coworkers determined the pair
correlation function of liquid water at pressures up to 7.7
kilobars.?® No attempt to connect to three body correlations
was reported. Soper also measured the rdf in water and ice
over a range of temperatures and pressures, but connections
to the integrals over the three body correlation function were,
again, not reported.’’

V. CONCLUSIONS

We have illustrated how triplet and quadruplet fluctuation
densities, or integrals over triplet and quadruplet distribution
functions, can be obtained from existing experimental data
for pure liquids. The results should help to provide a deeper
understanding of liquids and liquid mixtures. The only other
experimental technique that we know of which provides such
data for solutions is that of solution scattering studies.'?
However, these are limited to triplet correlations and to

J. Chem. Phys. 142, 044502 (2015)

relatively simple pure liquids and very simple mixtures. No
such limitation is found with the current approach. It appears
that the experimental extraction of these correlations is viable
for the triplet distributions, while the quadruplet distributions
are somewhat more problematic, but also seem obtainable.
Fortunately, while the current approach does not provide
the experimental values of gfl);y or g((:%y s as a function
of intermolecular distance (no currently available approach
does), the thermodynamics of the solution is directly related to
integrals over these distribution functions, which are provided
by the current approach. For simple liquids, it has already been
shown that this type of integral is useful 39:13,14.22:49.55,58-62
Using FST, integrals over g(%y and g((:‘;y 5 may now be obtained
without the need for scattering experiments, albeit with a loss
of spatial resolution. They may be obtained for any liquid (or
solution) where the required bulk thermodynamic data have
been determined. Thus, we believe the field may now begin
to assess how important the gS/)fy and g((f/)gy  distributions are
for describing the thermodynamic properties of any system of
interest.
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APPENDIX A: DISTRIBUTION FUNCTIONS
AND FLUCTUATION DENSITIES

In the grand canonical ensemble, the probability that any
nq molecules of species o, ng molecules of species f3, etc. are
within d{r} at {r} is given by p"™({r})d{r} where'

[omnan =1

Here, the product involves the different species (s) present
in the solution, while 7, is the number of molecules of each
species in the (n) particle distribution. We require integrals
up to and including the four body distribution for a general
mixture of any number of components. These involve integrals
over the following spatial probability density distributions:

(AD)

/ oD (1) dry = (N,

/pfl)g(rl,rz)drldrz = <NH(N5 — 5(,5»,
3 (A2)
/Paﬁy(rl,rz,r3)dr1d7’2dr3

= (Na(Np = 8ap)(Ny = 60y = 55y).
p(:z-iyé (”1"'2,”3J4)dr1drzdr3dr4

= <Na(Nﬁ_6aﬁ)(Ny_611/7_5ﬁy)(N6_6a/6_6,86_576)>-
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By analogy with the theory of imperfect gases, we define the following integrals:!-?

2 1 1
PappVGap = / [p(c,}g—pﬁy)p;)] drydra,

3 2 1 2 1 2 1 1 1 1
PapppyVGapy = / [0y = Pappy = Parpls = Pgpa’ +204 Py 0y | dridradrs,

Dy PagyPs =~ PPy
PapPpPyPsVGapys = / +2pff[);p(y1 o 42000 000+ 2pfff;p(,f)p(yl :
20500 Py + 20505 0y + 2058 Plg)

1 (1) (1) (1
604’030y 0

(A3)

H_ 3 D_ 3 (D
_pc,y(spﬁ _pﬁy(;pa

drldrzdr3dr4,

where we have removed the spatial dependencies for clarity. Similar integrals arise during the expansion of the partition function
(see Eq. (1)) employed in gas and solution theory. The first two integrals also appeared in the original KB paper.” The above
integrals can be expressed in terms of spatial probability distributions via their definitions

(1) 2) (r1.12)
P (rl) 2 P 1,72
g‘(’l)(rl) =———=1, g((x;)a(rbl’z) =of 7
a pa,OIB (A4)
(3) &
(3) ( ) paﬁfy("l,rz,VS) @ ( ) paﬁyé(}”l,rz,r3,r4)
§ Firars) = —————— 8 Flrara e =S —2° — "~
apfy PaPpPy afyoé PalEOVPs

A combination of Egs. (A3) and (A4), followed by some minor rearrangement, provides the integrals given in the main text as
Eq. (12). Furthermore, a combination of Egs. (A2) and (A3) provides the G’s in terms of fluctuating quantities

p(lp,BVGaB = <5Nw6NB> - 5(YB<N(I>5
PaPpPyVGapy = <6N(,6N56N7> - 6ﬁy<6Na(5Nﬁ> - (5aﬁ<6Na(5Ny>
— Oy (ONGON, )+ 26050 ay(Na),
PaPpPyPsV Gapys = (ONaONgSNyONs)— (S Ny Ng){SN, O Ns)
— (6NoON, )(5NgSNs) — (SN4SNs)(SNgSN, )
— (846 +06y5){ONaONgONy) = (Say +0,) (6 No S Ngd N )
- ((Sa,ﬁ + 555)<6NQ6N76N5>
+ (5a76a(5 + 5(,5575 + 5/35675 + 6‘37575)<5NQ5N/3>
+ (6(43(5(,)/ + 6(1[36y5 + 607557 + 5,,7635)<6N06N5>
+ (5(1//36(16 + 6a5(5ﬁ7 + 6056/35)(6]\7“6]\]7) - 660ﬁ607605<Na> .

(

(AS5)

These expressions can then be rearranged to provide the
equivalent fluctuating quantities given in the main text. It
should be noted that when all the particles are of a different
type (all delta functions are zero) then the integrals are simply
the cumulants of the multivariate particle distribution.

APPENDIX B: FLUCTUATING QUANTITIES
AND DISTRIBUTION FUNCTION INTEGRALS FROM
EXPERIMENTAL DATA

The fluctuating quantities were expressed in terms of
density derivatives in the main text. They can also be expressed
in terms of derivatives of the molar volume (V; = 1/p,) and are
then given by

1
By = ——V/,
11 ﬁ‘lllg 1
_ ’"_ ”n2
Cii = _BZVIS[Vlvl 3L (B1)
1 nr ’ 144 r
Dy = ———[V2V/"=10V\V/V/"+ 15(V})’],

ﬁ 3 V17

where the prime again indicates an isothermal derivative
with respect to pressure. The corresponding fluctuations can
also be expressed in terms of pressure derivatives of the
compressibility and are then given by the expressions

By = B pikr,
_ a2 3., 2
C]]] = ﬁ pl[KT+2KT],
D = ﬁ_3p‘,1[/<’T’+7KTK’T+6/<;].

(B2)

The most convenient choice will depend on the EOS used to
fit the experimental or simulated data.

APPENDIX C: ENERGY FLUCTUATIONS

Here, we provide expressions for the triplet fluctuations
involving the excess energy of the region of interest. Previously
we have shown that! !’

(ChH
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which is also evident from Eq. (6). Using the expression for
By, provided in Eq. (15) allows one to derive an expression for
the particle-particle-excess energy triplet fluctuation density
in terms of experimental data for pure components. The result
is

2
BCue _ pikr T ( 9°p )’ (2)

1-Tap)+—
P1 B ( ) B\opdT
whereas the FST expression for the second density derivative
is

Z( 9%p1 )= BCie  Bu [1 N ﬁBls]‘ ©3)

B\opoT P P pP1
These expressions are used to obtain Cj;. from the EOS.
The same type of approach can also be used to provide
derivatives along a particular isochore. From Eq. (6) with
(X)= By, we find

0By, 0B
—| =-C C .
(6,3 )p] e+ 111( 0B )m

Using the fact that
(85#1) _(aﬁ,ul) +(0ﬁp1 ap _Hl_Tap
ap ), \"ap ), \Top ),\aB), =" or
P1 I B P1 (C5
where we have also used Eq. (40) leads to

0By
B
which provides the first expression in Eq. (41).

(C4)

B,
) =—C115+C111B—1, (C6)
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