HOMOGENEOUS BUBBLE NUCLEATION LIMIT OF LEAD
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Liquid heavy metal coolant in a fast reactor, as well as in accelerator driven systems, is exhibited to large thermal

and pressure shocks which can cause cavitation in the coolant. Here we calculated the work of the critical bubble

formation in the lead coolant and the nucleation rate in terms of the generalized Gibbs approach. It is demonstrated
that such approach provides a more adequate description of the process of bubble nucleation as compared with the

classical nucleation theory.

PACS: 64.60.Qb, 72.15.Cz

1. INTRODUCTION

Liquid heavy metal heat-carrier (lead, bismuth, eu-
tectic Pb-Bi alloy, mercury) in fast reactors and
accelerator-driven reactors subject to significant ther-
mal and hydraulic shocks. Increase in temperature
and lowering of pressure (down to negative values at
negative phase of a pressure wave period) can result
in a cavitation in the coolant. The newly formed bub-
bles filled with metal vapor, together with a coolant
circulation can come to the high pressure and low
temperature regions, where they collapse and dam-
age the construction materials. There are methods
of controlling pressure shocks, however, temperature
shocks cannot be avoided. In this paper we determine
the criterions of homogeneous bubble nucleation in
the liquid metal lead heat-carrier using the modified
Gibbs approach [1-3] and compare the results with
the classical nucleation theory (CNT).

We approached the problem in three steps. In the
first step (Sec. 2), we calculated the phase equilib-
rium properties, the stability limit and various other
properties of lead by using a slightly modified version
of the equation of state [2] proposed by Redlich and
Kwong [4] (see also [5-7]). In the next step (Sec. 3),
we calculated the work of critical bubble formation in
lead as well as the rate of homogeneous nucleation in
the pressure-temperature range defined according to
the results of the previous section. The paper is com-
pleted by a short summary and discussion (Sec. 4).

2. MODEL SYSTEM

For the description of lead (Pb) in both the liquid and
gas phases, we will apply a slightly modified Redlich-
Kwong-type equation of state as proposed by Morita
et al. (see [4,5] and, in particular, Eq. (1) in [2]). It

reads
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where R = 8.314 J/mol is the universal gas con-
stant, p is pressure, v is molar volume, T' is tempera-
ture, a¢, b, c and m are the model parameters specific
for the substance, T, is critical temperature.

We employ further dimensionless variables

where v, is the molar volume, p. the pressure both
at the critical point with the critical temperature, 7.
These parameters can be determined from equation
(1) in the common way via
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The equation of state in reduced variables is given
by
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Xe = RT. (6)
is the reduced critical compressibility, and
acfm m
o(f) = "oy = a0, (7)

B=">b/ve, £&=c/ve.
According to [6] we have then

(®)

a=59 f=17-10"3 £=0.768, m = —0.01.
From equations (1) and (4) we get

pe = 121 MPa, p. = 1920 kg/m",
ve =5.2-10"* m?/kg, T.= 5843 K.
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The location of the classical spinodal curve can be
found by the determination of the extrema of the
thermal equation of state, II(§,w) (5), considering
the temperature 0 as constant. By taking the deriva-
tive of I1(#, w) with respect to temperature, we obtain
from equation (5) the result
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For 6§ < 1 , this equation has two positive solutions
wéllfft) and wggght) for w corresponding to the spe-
cific volumes of the both macrophases at the spinodal
curves (or at the limits of metastability). Similarly,
the binodal curves give the values of the specific vol-
umes of the liquid and the gas phases coexisting in
thermal equilibrium at a planar interface. From the
left branch of the binodal curve, we get the specific
volume of the liquid phase ( w*? = w™ ) from
the right branch of the binodal curve, we obtain the
specific volume of the gas ( wéeq) = wl()”ght) ). For
# = 1, both solutions coincide in the critical point
( wl(EQ) = wéeqo = w. = 1), again. Consequently, in
order to determine the specific volumes of the liquid
and the gas at some given temperature in the range
0 < 1, we have to specify the location of the bin-
odal curve. The location of the binodal curve may be
determined from the necessary thermodynamic equi-
librium conditions (for planar interfaces) — equality
of pressure and chemical potentials — via the solution
of the set of equations

I (wi,0) = Lg(wg,0), pulwr,0) = pg(wg,0). (12)
Here by p the chemical potential of the atoms or
molecules in the liquid (I) and the gas (g) are de-
noted. Having the equation for the reduced pres-
sure (cf. Eq. (5)), we have now to determine in ad-
dition the chemical potential in dependence on pres-
sure and temperature (see Sec. 2). Isotherms for lead
(5) for different values of the reduced temperature
0 = 0.4,0.65,0.8,0.891 and 0.92 are shown in Fig.1,
dashed and dashed-dotted curves present the binodal
and spinodal curves, correspondingly.

For isothermal processes, the change of the
Helmholtz free energy, dF', may be expressed as
dF = —pdV + pdn. (13)

Here V is the volume of the system and n the number

of moles in it. For a given fixed mole number, n, of
the substance (n = const.), we have

don = —pdv, do=2, o=, ()
n n
or, in reduced variables,
d <ﬂ> = —Tldw . (15)
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Fig. 1.  Isotherms of mercury as described via
equation (5) for different wvalues of the reduced
temperature, from 6 = 0.4 (bottom curve) to 6 = 1
(upper curve)

Combining equation (15) with the equation of the
state, equation (5), we obtain

e () )

Alternatively, the isochoric change of the Helmholtz
free energy is given at constant temperature by

dF = pdn. (17)
From equation (17),
I F
dp, = _1)_2dv7 v = V . (18)

On the other side, the functions d¢, and ¢,, are con-
nected by

Pn

F=o¢,n = 9¢,V, ¢v:7~ (19)

With equation (16), we have then
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With equations (18) and (20), the expression for the
chemical potential of a heavy liquid metal (HLM) can
be obtained then via
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This relation yields
pw,0) _ _ w 6-w
Peve LJ+€ + Xc(ﬁ*w)+ (22)
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In addition to the bulk properties of the system,
we have to know the value of the surface tension, o,
for planar interfaces in dependence on the parameters
describing the state of both phases. The following
form was chosen for our calculation [3,8-10]
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where
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and A and k are constant parameters. Comparison
of equations (23) and (24) with experimental data
[11,12]
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o(T) = 0.4857 — 0.000066 - T (25)

(valid in this form only for temperatures far below the
critical temperature; here the temperature is given in

Kelvin and the surface tension in J/m?) at w; = wéleft)
and w, = w8 yields
A= 405-10"%J/m*, k=14 (26)

3. DETERMINATION OF THE WORK OF
CRITICAL CLUSTER FORMATION

Let us assume that the system is brought suddenly
into a metastable state located between binodal curve
and spinodal curve on the liquid side. Then, by nu-
cleation and growth processes, bubbles may appear
spontaneously in the liquid and a phase separation
takes place [13]. Based on the relations outlined
above, we will find the temperature and pressure
dependence of the parameters of the critical vapour
cluster formation. We start with the general expres-
sion for the change of the thermodynamic potential

AG=0A+(p—pa)Va+ ana(ﬂja — pjg) - (27)
J

Here the subscript « specifies the parameters of the
cluster (bubble) phase while 3 refers to the ambient
liquid phase. This relation holds as long as the state
of the liquid remains unchanged by the formation of
one bubble. For a one-component system, this ex-
pression is reduced to

AG =0A+ (p— pa)Va + nalpta — pg) - (28)

As independent variables, we selected the radius
of the bubble, r, and the molar volume of the gas
phase in the bubble. Similarly to [2,3,14] we arrive
then at
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where the following notations have been introduced:
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The Gibbs free energy surface for the metastable
initial state has a typical saddle shape near to the

configuration corresponding to a bubble of critical
size (see Fig. 2, 6 = 0.75, Q1 = 0.44) in the space
of critical radius-molar volume and work of cluster
formation.

Saddle point,
AG,[kgT =391
R.=1.015 nm

p*=920 kd\rrf

Work of cluster formation, AG/ky T

8,
%4, 1000
)3 %
0
(%}/’72 ‘l&b
Fig. 2. Gibbs free energy surface for metastable

initial state, 8 = 0.75, 1 = 0.44

The critical point position is determined by the
following set of equations
Ag(r, wg, wi, 0)
or

3Ag(7“, wg7 wla 9)

=0
’ Owy

=0. (33)

The dependence of the critical cluster parameters
on the negative pressure, p, are shown in Figures 3-
5, for 8 = 0.70. The positions of the binodal and

spinodal curves are given then by wSEft) = 0.311 ,

pp = —0.254 , and W™ =044 | py, = 1.174 | cor-
respondingly. ps, = 1.812 .

Compare the obtained results with the classical
nucleation theory (CNT). The work of formation of
critical nucleus AG .55 is determined in this case by
the following equation (see, for example, [13])

AGclauss
kT

167 o3

3 (p—pg)?kpT’ (39

Fig. 3 presents the dependence of gas density in
critical nucleus on the density of liquid. Close to bin-
odal (at very small metastability) the density of gas
in a bubble only insignificantly differs from its equi-
librium value (the same as in CNT). However, as the
metastability increases the gas density in a bubble
grows, coming closer to the density of the surround-
ing liquid taken at spinodal. At the same time (see
Eq. (23)) the bubble surface energy decreases, and,
correspondingly, the work of nucleus formation also
decreases.

The dependence of the work of critical nucleus for-
mation AG./kgT, on negative pressure in a general-
ized Gibbs model (blue line) and CNT (green line) is
shown in Fig. 4. It is evident that in CNT the work
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of critical nucleus formation does not “feel” spinodal,
while for in the generalized Gibbs model the work
decreases with the approach to spinodal. Indeed, at
spinodal the gas density in a bubble coincides with
the density of the liquid (see Fig. 3). It means, that
such “nucleus” does not differ from a surrounding
it medium and, naturally, the work of its formation
is equal to zero. Therefore, the nucleation process
close to spinodal goes not through a saddle point,
but through a ridge of the potential AG (in details
see [15]).

The behaviour of the critical radius with the ap-
proach to the binodal also differs in these theories:
in the generalized Gibbs model the critical radius
sharply increases (however, this does not influence
the nucleation: as was mentioned above, the nucle-
ation process close to spinodal does not pass through
the saddle point), and in CNT there is no singularity
(Fig. 5).

The nucleation rate is determined by the following

equation
AG.
I=1Iyexp|— . 35
e (35)
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Fig. 3. Dependence of gas density in the bubble on
liquid density
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Fig. 4. Dependence of work of the critical bubble
formation, AG./kgT, on negative pressure

286

10
g g
g 100F 2 2
= @ &
2
ERRUIS
g
g
@) -
Cn
I
0.1
-0.5 0 0.5 1 1.5 2
Pressure, p/p,
Fig. 5. Dependence of the radius of the critical

bubble, R., on negative pressure

Fig. 6 presents the dependence of the nucleation
rate on negative pressure in the generalized Gibbs
model (blue) and CNT (green) (in calculation the
preexponential factor equaled I ~ 101 m=3s71). Tt
is evident that the nucleation rate calculated in the
classical theory is several orders less than the gener-
alized Gibbs model predicts.
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Fig. 6. Dependence of nucleation rate J on nega-
tive pressure

4. CONCLUSIONS

Near the binodal the generalized Gibbs approach
leads to the same results as the classical nucleation
theory, but noticeably different ones for enough large
degree of metastability, that is close to the spinodal
(see Figs. 7, 10 and [1,3,14]). Therefore, the con-
sidered approach is of importance for cavitational
processes, which take place mainly at large metasta-
bility. It was found that the nucleation rate, calcu-
lated within the generalized Gibbs model is several
orders higher than the classical theory predicts, that
is the limit of cavitational stability is noticeably lower
than in the classical theory. Note that the calcu-
lations were done only for the case of homogeneous
bubble nucleation in the coolant bulk. However, the
heterogeneous nucleation at impurities in the coolant
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IIOPOT TOMOTI'EHHOT O 3APOXKJAEHUA IIY3BIPBKOB B CBUHIIE
A.C. Abw3oe, IO.B.I1. IlImeavuep, JI.H. /lasvidos, B.B. Caé3zos

TennonocuTes M Ha OCHOBE YKUIKUX TsIKEIBIX METAJJIOB B OBICTPHIX PEAKTOPAX U PEAKTOPAX, YIIPABJISIEMBIX
YCKOPUTEJIEM, TTO/IBEPIKEHBI 3HAYNTEIHHBIM TEILJIOBBIM M THAPABINYECKUM yIAPaM, 9TO MOXKET TPUBOIUTH K
KaBUTAIWY TEIJIOHOCUTE 1. PaccunTansl pabora 00pa3oBaHus KPUTHIECKUX Ty3bIPHKOB B CBUHIIOBOM TEILJIO-
HOCHUTEJIE B CKOPOCTDb MX 3apOXKIeHHUs B paMKax obobimenHoro noaxoaa ['nboca. Ilokazano, 910 Tako# moaxo.n
obecrieanBaeT H60JIee aIeKBATHOE OMMCAHNE ITPOIECCA 3aPOXKICHNUS IIy3bIPHKOB 110 CPABHEHUTO C KJIACCHIECKOit
Teopuell HyKJIealyu.

IIOPIT TOMOT'EHHOTI'O BAPOJ2KEHHA IIYXUPIIIB Y CBUHIII
0.C. Abusos, FO.B.11. Illmeavuep, JI.M. /lasudos, B.B. Cavo308

Temronocii Ha OCHOBI PIIKWX BayKKUX METAJIB y TMIBUIKUX PEAKTOPaX i peaKTopax, KePOBAHUX MPUCKOPIOBA-
9eM, CXUJIbHI 7O 3HAYHUX TEIJIOBUX 1 TiMPaBIIYHUX yAapiB, IO MOXKEe MTPU3BOIUTH 0 KaBiTAIlil TETIOHOCIS.
PospaxoBani pobora yTBOpeHHS KPUTHIHAX IMyXHUPIIB B CBUHIIEBOMY TEILJIOHOCIT Ta IIBUAKICTD 1X 3apO/I2KEH-
HS B paMKax yzarajbHeHoro migxomy ['i66ca. Ilokazamo, 1o Takuit minxia 3abe3mnedye OLIbIT ageKBaATHHI
OIIUC IIPOIIECY 3aPO/I2KEHHsI IIyXUPIB B MOPIBHAHHI 3 KJIACUYHOIO TEOPIEI0 HYKJIEAIIi].
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