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Abstract Solutions at sub- or supercritical conditions receive much attention due
to its significance in geology and applications in industrial process. Armellini and
Tester showed the experimental results where sodium chloride solution was rapidly
mixed with sub- or supercritical water. The morphology difference was observed in
the experiment at different pressures. Sodium chloride crystal, which was formed at
lower pressure, 200bar, showed porous morphology. In contrast, the crystal formed
at higher pressure, 250bar, was amorphous like in shape. The mechanism was ex-
plained that the porous crystal came from rapid crystallization without forming
vapor-liquid coexistence phase. However, due to short time scale, experimental
observation of the underlining mechanism is difficult. Here we conducted micro
second time scale molecular dynamics with interfacial system. The correlation be-
tween number density of ions and water was proposed to parametrize the solution
phase. The correlation and the two dimensional number densities provided us the
atomic insight of the flush crystallization, where the vapor-liquid coexistence phase
was found at high pressure. Finally, we support the mechanism for the morphology
difference from theoretical point of view.
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1 Introduction

Aqueous solutions are essential to life, biology, chemistry, and geology owing to
their ubiquitousness in nature. The reason why crystallization under high pres-
sure and high temperature condition receives much attention is due to extremely
low salt solubility under such condition. At this condition, aqueous solutions can
change its phase and the flush crystallization occurs[1,2]. From geological aspect,
it indicates how the huge geological salt system formed[3] under high pressure and
high temperature (e.g. around oceanic volcanoes in ocean ridges). It is supposed
that solution phase change leads precipitations of salts, and an extremely low salin-
ity vent fluid is actually found around the oceanic volcano[4]. For example, it was
reported that the hydrothermal system at the Mid-Atlantic Ridge discharges the
vent fluid above 407°C at around ~3000m water depth, where decreased salinity
in the vent fluid was observed[5]. There are also several cites in deep sea where
vent fluid condition locates near from the phase boundary [6-12]. In addition, such
kind of condition can be found in a deep crust in the earth where subducting sea-
water interacts with extremely hot earth mantle[13]. Understanding of seawater
at the extreme conditions are the key to reveal water and salts cycle in the deep
sea. On the other hand, solutions at extreme conditions are also of importance
for industrial Super Critical Water Oxidization(SCWO) process. The technology
presents important environmental advantages for the treatment of industrial waste
and sludges[14]. The salt due to extremely low solubility can clog the equipments
of super critical oxidization process.

First visual observation has been conducted by Armellini, Tester, and Hong|[1,
2]. They rapidly mixed sodium chloride solution with super critical water in order
to observe the flush crystallization at different pressures. The results provided us
the crystal morphology difference, which was explained by phase behavior of salt
solution. Under higher pressure, 250bar, the solution formed vapor-liquid coex-
istence phase before crystallization, as a result, amorphous like crystal formed.
In contrast under lower pressure, 200bar, porous crystal formed because the salt
rapidly crystallized without forming vapor-liquid coexistence phase. However the
kinetics of the mechanism is still unclear due to short time scale of the phe-
nomenon. The motivation of our study is to reveal the kinetics of the flush crystal-
lization with short time window by using molecular dynamics (MD). The technique
can provide us the dynamics of salt formation with pico-second time window until
micro-second time scale.

This paper is divided into four parts. In Sect.2, the simulation detail is pro-
vided. The results and discussion are in Sect.3. Finally, we will provide conclusion
in Sect.4.

2 Methodology

GROMACS (ver. 4.5.4)[15] was used for calculation engine of MD. SPC/E water
model[16,17] was used in this study. For sodium and chloride model, Joung and
Cheathum ionic models[18] were used. The ionic models are compatible for SPC/E
water and its calculated solubility value was reported as 7.27mol/kg at the ambient
condition[19]. It is supposed that the model describes both ion-ion interaction and
ion-water interaction well. The system includes 500 pairs of ion in solid phase and
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Fig. 1 Simulation pressures overlapping with schematic phase diagram of sodium chloride
solution which was shown in Ref. [1].

solution phase has 2000 water molecules and 320 pairs of ion, where the solution is
supersaturated even at ambient condition. Combining the solid and the solution,
we constructed the interfacial simulation system.

The phase diagram of sodium chloride was shown by the several authors[20—
23]. We thus chose the pressure point where the behavior of the sodium chloride
solution is expected to change. The calculation pressures were chosen as 150bar,
250bar, and 450bar, where they are below the critical pressure of pure water, be-
tween the critical pressure of water and the critical pressure of vapor—solid region
for sodium chloride solution system, and above the critical pressure of vapor-solid
region, respectively[23](Fig.1). Since phase boundary of the simulation system has
been unknown, we divided our calculation into two parts. The first was 50K tem-
perature increment calculation starting from 600K, where the same configuration
was selected for initial configuration. The system equilibration can be easily judged
in the calculation because the concentration in the solution decreases dramatically
when the system goes to the equilibrated state. In the calculation, if the dramatic
volume change, which is defined as over 30% increment from the previous tem-
perature, is observed, we switched the calculation to the second one. The second
calculation is started with configuration which is 50K temperature before the tem-
perature point of the dramatic volume change. The system at this temperature
is run until the ionic concentration of the solution phase is converged at the last
150ns. The temperature is then increased 10K every 500ns calculation until the
dramatic volume change is observed. We thus conducted maximum 1.2-2.7us in
the second run. It enables us to observe more realistic kinetics of the flush crystal-
lization. All the calculations are executed with NPT ensemble, where the temper-
ature is controlled by Nose-Hoover thermostat[24] and the pressure is controlled
by Parinello-Rahmann barostat[25]. Snapshots were prepared by visual molecular
dynamics (VMD) software[26].
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Fig. 2 Schematic diagram of liquid-vapor coexistence and the relationship with the C' (cor-
relation) value.

A key to observe the kinetics of the flush crystallization is the parametrization
of solution states during the simulation. We propose that the correlation coefficient
between the density of water and the density of ions can be used to evaluate
the solution state in short time step. In one phase solution, ions and water are
uniformly distributed. Therefore, there is less correlation between the two number
density maps. However, if the fluid forms vapor-liquid coexistence phase, the high
density contrast of ions and water will lead high correlation values (Fig.2). The
mathematical definition follows:

E ( NaCl _ nNaCl) ( Water nWater)
§ : NaCl § : Water 2
nNaCl nWater)
A

where n{' is the number density of component A in the grid ¢ and n4 means
the average of number density of the component in solution area. In this work
we did not construct three dimensional number density grid because the system
has homogeneity in x-y plane. y-z two dimensional number density with 1A x
1Awas thus chosen. The two dimensional number density was calculated from
100ps average with 100 frames. In order to evaluate only the solution area, the
definition of the solution area was set. It was defined as the area where the initial
crystal area and 2.0nm area from the initial crystal surface, except as otherwise
provided, was excluded from whole of the system. The method can be applied for
completely heterogeneous system by calculating three dimensional number density
grid for another work.
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3 Results and Discussion
3.1 150bar

As described in Sect.2, two kinds of simulation have been executed. One was start-
ing with the same initial configuration with 50K temperature step. The other was
10K temperature increment every 500ns continuously in order to observe dynamic
behavior of the flush crystallization. From the first calculation the dramatic vol-
ume change was observed at 700K calculation. It meant there was phase boundary
between 650K and 700K in the system. We thus implemented the second calcula-
tion starting from the final configuration of the 650K calculation. The calculated
correlation as the function of time was shown in Fig.3. The equilibration was
observed around 400ns in the 650K calculation which reflected rapid crystalliza-
tion in the system due to supersaturated nature in the initial configuration. In
the period of 660K the correlation value was fluctuated but stable around 0.1. It
can be interpreted that there is no vapor-liquid coexistence phase in the system,
which was also confirmed by two dimensional number density maps (Fig.4). Af-
ter the temperature was increased to 670K, dramatic change in the correlation
which meant vaporization of the solution was observed. Interestingly, an isolated
solid phase formed in the system after the high correlation condensed phase was
found in very short time (Fig.5). And it reduced the correlation value at the end
of the simulation. Both from the correlation and from the number density maps, it
was suggested that the crystallization at 150bar occurred in very short time scale
(~20mns). Very short time scale in the crystallization encourages formation of the
isolated crystal, which may reflect the porous crystal morphology observed in the
experiment|[2].
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Fig. 3 Correlation coefficient with 10K increment every 500ns from 650K at 150bar.
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Fig. 4 Number density maps at the point of ¢ = 1000ns, 7" = 660K, C' = 0.143. Left and right
figures show the number densities of ions and water, respectively.
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Fig. 5 Number density maps and snapshots of condensed phase and isolated solid. In (a) and
(b), left and right figures show the number densities of ions and water, respectively.
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Fig. 6 Correlation coefficient with 10K increment every 500ns from 650K at 250bar.

3.2 250bar

In the 250bar case, the dramatic volume change was also found at 700K. We
thus executed the 10K increment calculation toward 700K starting from the final
configuration at 650K. The correlation result is shown in Fig.6, where the gradual
increasing in the correlation was found. And the number density maps are also
shown in Fig.7. The low density area of water and high density area of water
which correlated with the number density of ions could be found. It was suggested
that the existence of the high concentrated liquid phase and the low concentrated
vapor phase in the solution area contributed to high correlation values during the
simulation in contrast to the 150bar calculation. As the temperature was increased,
the density contrast became significant. And after correlation peak around 2200ns
at 690K, we finally observed vapor-solid phase from the number density maps
as seen at 150bar. This observation is consistent with experiments where 250bar
locates between the critical pressure of pure water and the critical pressure of the
vapor-solid region. Since the crystallization during the simulation occurred with
the liquid-vapor coexistence, the time for crystallization was longer than the case
of the 150bar calculation. As a result, there was no isolated solid. The fact agrees
with the proposed mechanism of the crystal morphology difference by Armellini,
Tester, and Hong[2]. At the time, due to adsorbed water correlated with sodium
chloride ion at the interface, correlation has not been decreased dramatically. This
has been confirmed by changing the solution area definition, where the correlation
values after the peak (~2200ns) became almost zero (~ 10~2) when we increased
the exclusion area to 4.0nm from the initial crystal.
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Fig. 7 Number density maps at 250bar. Left and right figures show the number densities of
ions and water, respectively.
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Fig. 8 Correlation coefficient with 10K increment every 500ns from 700K at 450bar.

3.3 450bar

Due to higher pressure, the dramatic volume change was found at higher temper-
ature, 750K, than the previous two in the first calculation. We thus conducted the
10K temperature step calculation starting from the final configuration at 700K.
The time evolution of the correlation was similar as the case of 250bar (Fig.8). It
suggested the existence of the high concentrated liquid phase and the low concen-
trated vapor phase as seen in the 250bar calculation. However the correlation peak
could not be observed in this case, while the total number of the sodium chloride
pair continuously decreased within the vapor-liquid coexistence phase. The fact
can be seen from the number density maps as shown in Fig.9. The number density
maps from the last 100ps showed that there was still vapor-liquid coexistence,
which agreed with the phase diagram of the sodium chloride solution.

3.4 Discussion

One of our intentions was the parametrization of the solution states. The corre-
lation can work as the good indicator whether vapor-liquid coexistence phase is
in the system or not. Because the expected correlation value will be high when
the high concentration liquid phase and the low concentration vapor phase form
(Fig.2). By the analysis, we could point when the phase change occurred, which
helps us to observe the system state in detail. The mechanism of crystal morphol-
ogy by Armellini, Tester, and Hong[2] was that vapor-liquid coexistence phase
could form during the flush crystallization in the high pressure regime, where the
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Fig. 9 Number density maps at 450bar. Left and right figures show the number densities of
ions and water, respectively.

high density liquid phase could carry ions enough long time. Otherwise, rapid
crystallization occurred. As a result, the porous morphology of the crystal was
observed. Our simulation also suggested that there was the liquid-vapor coexis-
tence phase during the flush crystallization under high pressure and the porous
morphology could be found under low pressure owing to rapid crystallization.

4 Conclusion

We have conducted molecular dynamics simulations at three different pressures
(i.e. 150bar, 250bar, and 450bar). They were under the critical pressure of water,
between the critical pressure of pure water and the critical pressure of the vapor-
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solid region of the sodium chloride solution, and above the critical pressure of the
vapor-solid region, respectively. By using correlation between the number density
of ions and water, solution state was parameterized well. It enables us to evaluate
whether there is two phase fluid in the system or not. The correlation was dramat-
ically different among those three pressures. It is interpreted with the combination
of number density map that two phase vapor-liquid fluid became stable following
the phase diagram as the pressure increased. At the lowest pressure, 150bar, the
isolated crystal, which may construct porous geometry, was observed because crys-
tallization was significantly fast. The fact agrees with the experimental observation
and it also supports the proposed mechanism of crystal morphology difference at
different pressures.
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