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Atomic-Resolution Imaging of Calcite Dissolution Processes by High-Speed Atomic Force
Microscopy

*Takeshi Fukuma'
1.Kanazawa University

Calcium carbonates play critical roles in the global carbon cycle and thereby influence the Earth's
aerial, aquatic and geologic environments. Calcite is among the most abundant and reactive mineral
and hence its crystal growth and dissolution are important. In particular, the calcite dissolution
has attracted growing interests due to the recent efforts in geologic carbon sequestration: the
storage of carbon dioxide into the subsurface, as it may form leakage paths for the stored carbon.
To accurately simulate such long-term and large-scale carbon cycles, it is important to understand
the mechanism and kinetics of the calcite dissolution processes.

So far, calcite dissolution processes have been investigated by various methods. The macroscopic
behavior has been investigated by monitoring changes in the ion concentration in the solution
during the dissolution processes. The nanoscale behavior has been studied by imaging real-time and
real-space movements of the single atomic steps by atomic force microscopy (AFM) or optical
measurement techniques. However, the establishment of the atomic-scale crystal dissolution model
requires understanding of the atomic-scale behavior near the step edges. However, conventional
measurement techniques do not allow to directly image such behavior with sufficient spatial and
temporal resolution.

Frequency modulation atomic force microscopy (FM-AFM) has traditionally been used for atomic- or
molecular-scale investigations on the surface structures and properties of various materials in
ultrahigh vacuum. In 2005, we enabled to operate FM-AFM in liquid with true atomic resolution.
Furthermore, we recently improved its imaging speed from ~1 frame/min to ~1 frame/sec without
losing its high spatial resolution. With the developed high-speed FM-AFM, we succeeded in imaging
calcite dissolution processes with atomic-scale resolution. The results reveal the existence of a
transition region with a width of 1-8 nm near the step edges. Although the origin of the transition
region is still under investigation, this finding should greatly improve our understanding on the
atomic-scale behavior of calcite crystal dissolution processes. The results opens up broad range of
future applications of the high-speed FM-AFM on crystal growth and dissolution processes.
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Dependence of ion exchange on the hydration structure of montmorillonite surfaces probed
by atomic-scale observation of solid-liquid interface
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Cations of clay mineral are exchangeable depending on the atomic weight and electric density.
Because of this ion exchange property, the clays are expected to capture the radionuclide which is
diffused in the soil. Recently, the effect of water molecules on the ion exchange tendency has been
suggested (S. Charles et al., 2006). In order to clarify the behavior of the water molecules at the
clay-solution interface, we conducted the atomic-scale observation of the hydration structure in
the vicinity of the montmorillonite surfaces in several ionic solutions.The frequency modulation
atomic force microscopy (FM-AFM) which was modified based on the commercial AFM (SPM-9600, Shimadzu
Corp., Japan) was employed for the atomic scale observation of interfacial structure (T. Fukuma et
al., 2005). This FM-AFM technique has achieved the visualization of the 2D or 3D density map of the
water molecules in the vicinity of crystal surfaces (K. Kimura et al., 2010; T. Fukuma et al.,
2010). We observed the natural montmorillonite surfaces by FM-AFM in the 0.1 M KC1, CsCl, CaCl,
solutions, respectively. The 100 nm plate-like particles of the montmorillonite were fixed on the
mica substrate surfaces, then the (001) face and the interface were observed (Fig.1).The upper
images in Fig.1 show the topography of the montmorillonite surfaces. The protrusions (brighter
areas) indicate the cation sites of the montmroillonite surfaces which were located in the center
of the six-membered rings of silicate tetrahedra. The interface of the montmorillonite and the
solutions were observed along the dashed line in the upper images (bottom images in Fig.1). The
bottom images showed the three brighter layers presented by arrows. These brighter areas indicate
the distribution of the hydrated water molecules.Our results revealed that the hydration structure
in the vicinity of the montmorillonite surfaces is uniform regardless of the cations in the
solutions. It is suggested that the water molecules around the surface would not affect the ion
exchange at the clay surfaces.
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Euler angle calculation and evaluation for orientation indexing of Electron Backscatter
Diffraction(EBSD)

*hirobumi morita', Jenny Goulden’
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Recently Electron Backscatter Diffraction (EBSD) with Scanning Electron Microscope (SEM) is applied
to geological science, which is also called SEM-EBSD method. There has been a plenty of application
results of cubic crystal systems in metallurgy field. But the lower symmetry crystal system such as
180 degrees symmetry is more interested in wide variety of field, e.g. metallurgy, semiconductor,
geology and also in more complicated materials. Those crystal system examples are hexagonal,
tetragonal, etc.

EBSD identifies Kikuchi pattern and indexes the orientation. As of symmetry of Kikuchi pattern,
some orientation and measurement condition cannot index the orientation right in a single solution,
having pseudo-symmetric plurality. The sample has to be tilted 70 degrees. Tilt direction, detector
to sample orientation, SEM scanning direction, etc. affect the orientation determination
significantly. Three dimensional orientations are defined as following Bunge convention MBI Byt
Euler angle calculated from Kikuchi pattern often changes with the acquisition coordinate system. I
would introduce each acquisition coordinate system and Euler angle results and how to interpret the
Euler angle results, specifically for hexagonal and tetragonal crystal systems.

Reference
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Direct observation of metastable phase in protein crystallization using transmission
electron microscopy

*Tomoya Yamazaki', Yuki Kimura'
1.Institute of Low Temperature Science Hokkkaido University

A thermodynamically metastable phase, such as amorphous and dense liquid, has an important role in
a crystallization process. In a nucleation process, amorphous particles appear before nucleation of
a crystalline phase, and those serve as nucleation sites for more energetically favorable
crystalline phases [1]. In crystal growth processes, a dense and liquid-like cluster most likely
assists formation of a macro-step on a crystal surface [2]. To demonstrate these crystallization
processes, in situ observation using a microscope is one of the powerful methods because it can
directly visualize these processes in real time. However, it is difficult to visualize behavior of
such metastable particles because those sizes are normally submicron, sometimes in nanoscale.
Recently developed liquid cells adapting to high-vacuum environments of transmission electron
microscopy (TEM) provide nanoscale views of nanoparticles and crystallization processes in aqueous
solutions [3]. We developed the fluid-reaction transmission electron microscopy (FR-TEM) system for
in situ observation of crystallization process in aqueous solutions. Using this system, we
performed in situ observation of a protein crystallization, for investigating its nucleation and
crystal growth processes.

Hen-egg white lysozyme was used as a protein sample without further purification and was
crystallized using NaCl as a precipitant in a sodium acetate buffer solution at pH = 4.5. For
observation of crystals in a solution under TEM, we used a “Poseidon” TEM holder (Protochip, Inc.)
combined with a liquid cell. The liquid cell consists of a pair of semiconductor-based plates with
an amorphous silicon nitride window and 150 or 500-nm-thick spacer to form a flow path of a
crystallization solution.

We succeeded in observing two crystalline phases of orthorhombic and tetragonal in addition to an
amorphous phase of the lysozyme [4]. Orthorhombic is the most stable of phases in our experimental
solution. In this presentation, we present recent results of in situ TEM observation of its
crystallization process including behaviors of metastable phases.
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Chiral Bias in Chiral Crystallization Induced by Circularly Polarized Laser Trapping of
Silver Nanoparticles in Sodium Chlorate Solution
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Chiral crystallization, in which chirality emerges spontaneously in the course of crystallization,
has been received attention from the viewpoint of emergence of chirality. Thus, the exploration of
physical factors that induce a chiral bias in chiral crystallization provides implications for the
origin of biohomochirality. Asymmetric interaction between circularly polarized light (CPL) and
chiral compound, i.e. circular dichroism (CD), has been considered as a candidate for the origin of
biohomochirality,[1]. Many previous studies on photosynthesis of chiral molecule have proven that
asymmetric light-matter interaction induces slight chiral bias in enantiomeric ratio of reaction
product, so far.[2] However, light-based chiral bias in chiral crystallization still remains
unreported. Two conceivable reasons may exist: (1) (D is intrinsically small, (2) there is no
investigation on chiral bias by CPL-induced chiral crystallization with a guarantee of optical
field effect on nucleation. We overcome these difficulties by two strategies: (1) the plasmonic
enhancement of CD [3] and (2) continuous-wave (CW) laser-induced nucleation [4]. In this
presentation, we report the first demonstration of significant chiral bias in NaCl0, chiral
crystallization by irradiating a tightly-focused circularly polarized CW laser at the interface
between air and a NaCl0; solution containing plasmonic AgNPs.

A CW CPL green laser (532 nm, 940+5 mW, ellipticity »>93%) was focused onto the air-liquid interface
of the undersaturated NaC10, solution containing AgNPs by using a 6@x objective lens (NA = 0.9)
equipped on an inverted polarized light microscope. We repeated crystallization and chirality
identification of the NaCl0; crystal 100 times and 100 times by using I- and r-CPL, respectively.
The number of the resulting enantiomorphs was counted.

As the result of the laser irradiation, crystallization occured from the focal spot. The
crystallization using 1-CPL(r-CPL) yielded l-enantiomorph 42(65) times and d-enanitomorph 58(35)
times, respectively, indicating that the d-(1I-)enantiomorph was dominant over the I-(d
-)enantiomorph. Namely, the “dominant” enantiomorph can be switchable by switching the handedness
of incident CPL, i.e. the chiral bias is enantioselective. In total, the “dominant” enantiomorph
crystallized 123 times out of 200 crystallization. This chiral bias is statistically significant
because the number of the “dominant” enantiomorph deviates 99% interval of the binomial
distribution B(n,p) = B(200,0.5), where n is the number of trials and p is the probability that
the “dominant” enantiomorph crystallizes out (Figure 1). This deviation demonstrates that the
probability p is more than 0.5, i.e. the probability of the occurrence of each enantiomorph is no
longer equal.

We found that the crystallization of NaCl0, chiral crystal can be induced by the irradiation of
tightly focused CPL laser (532 nm) at the interface between air and NaCl0; solution containing
AgNPs. We also found that this crystallization method can cause a statistically-significant chiral
bias in the probability of crystallization of both of the enantiomorphs. Moreover, the “dominant”
enantiomorph is found to be switchable by changing the handedness of CPL. Our results may provide
implications for the origin of biohomochirality.
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Formation of patterns in growth and dissolution of crystals

*Etsuro Yokoyama'
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This talk is concerned with fundamental aspects of formation of pattern of crystals in
undersaturation. The formation of patterns in crystal growth is a free-boundary problem in which
the interface that separates the crystal from an associated solution or vapor phase moves under the
influence of non-equilibrium conditions. The formation of patterns in crystal
dissolution/evaporation is also a free-boundary problem. The topics of dissolution/evaporation
pattern of crystals, however, have been neglected in comparison with the study of growth morphology
of crystals except a few studies [1].

The growth patterns depend markedly on conditions in the solution/vapor phase, such as temperature
and concentration, which influence the growth speed of each element of the interface. The growth
speed of the interface also depends on the local geometry of the interface, specifically on the
interface curvature and the orientation of the interface relative to the crystal axes. Although the
dissolution/evaporation forms diminish with time, the patterns could also depend on conditions in
the solution/vapor phase under the small deviation from equilibrium conditions.

The local motions of interface can, in principle, be determined by solving the transport equations
that take into account the following elementary processes:

a diffusion process for the transport of latent heat liberated or absorbed at the interface,

2) a process for diffusing molecules through the solution/vapor phase toward or from the interface,
and

3) an interface kinetic process for incorporating/decorporation molecules into/from a crystalline
phase at the interface[2].

We consider the asymmetry of normal speed at interface relative to the equilibrium point from
supersaturation to undersaturation. We shall term the positive normal speed the growth rate of
crystallization and the negative normal speed the dissolution/evaporation rate. Both local normal
speed V of the interface can be proportional to the deviation from local equilibrium conditions
\Delta, which depend on interface curvature:

V= \beta \Delta,
where \beta is a kinetic coefficient that can depend on interface orientation and the degree of
supersaturation or undersaturation at the interface. In general, V includes the Boltzmann factor
\exp(-E/kT), where E is an activation energy, k is the Boltzmann constant and T is temperature.
Since the factor \exp(-E/kT) causes enhancement of the dissolution/evaporation rate for T > the
equilibrium temperature Te but reduction of the growth rate for T < Te, the behavior of V relative
to Te is asymmetric. On the other hand if V is controlled by the undersaturation and the factor
\exp(-E/kT) does not work, the dissolution rate can approach a limiting value. This is because the
degree of undersaturation has a minimum limit, e.g., pure solvent without solute.

In this talk, we show the patterns during growth or dissolution/evaporation of a two-dimensional
crystal under conditions such that the transport of heat and/or solute is so rapid that growth is
controlled by interfacial processes. Furthermore, we discuss the formation of both patterns in the
point of view of the asymmetry of normal speed at interface relative to the equilibrium point.
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The Coupled Dissolution and Growth

*Katsuo Tsukamoto'
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Lots of discussions on whether growth is an opposite phenomena of dissolution or not. Here after
presenting the real rates observed in-situ in both cases at the same absolute value of chemical
potential, we show the difference. This may lead to a deeper understanding of coupled dissolution
and growth of crystals in solution. We will show even in dissolution process of a crystal

crystallization barrier plays an important role.

Keywords: dissolution, growth, mechansim
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Specific Surface Free Energy and Roughening Transition of Sodium Chloride Single Crystal
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Specific surface free energy (SSFE) is one of important values to discuss the morphology and growth
of crystal, and theoretically well discussed. However, experimental trial to determine the SSFE of
crystal is very few. We have already measured contact angle of liquids on crystals, for example,
apatite, ruby, and quarts in order to determine the SSFE. The SSFE of crystals were proportional to
growth rate of crystals, which qualitatively satisfy Wulff’'s relationship. Experimentally
determined SSFE is not that of ideal flat face, but it includes step free energy. This time we
tried to measure the step free energy of sodium chloride and discussed the roughness of crystal
face.

Sodium chloride single crystal was synthesized by evaporation of saturated water solvent keeping
at 40°C. Cubic crystal with (100) face was obtained. Octahedral sodium chloride single crystal with
(111) face was also synthesized from water solvent with 15% of formamide keeping also at 40 C.
Crystals was heated by electric furnace at 600°C and kept for 1 hour.

Droplets of ethylene glycol or diethylene glycol with volume of @.71uL were dropped on the crystal
surface using a micropipette. The contact angle were observed using digital camera.

SSFE were calculated by Wu's harmonic mean equation and Fowkes approximation. The calculated value
of SSFE of (100) surface before and after heat treatment were 45.9, 48.8mN/m, and SSFE of (111)
face before and after heat treatment were 37.9 and 38.9mN/m. The SSFE was increased by heat
treatment for (100) and (111) face. Because the observed SSFE contains step free energy, the
increase of SSFE is caused by increase of steps on the crystal face. The increase of SSFE was
observed after the heat treatment at 600°C. Therefore, the roughening temperature is considered to
exist at the temperature under 600°C.

Keywords: specific surface free energy, sodium chloride single crystal, roughening transition
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Surface energy of bubbles evaluated by large-scale molecular dynamics simulations of
homogeneous bubble nucleation
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Bubble nucleation in liquid is a liquid-to-vapor transition phenomenon, and plays an important role
in many areas of science and technology. Recetnly we presented large-scale molecular dynamics
simulations of homogeneous bubble (liquid-to-vapor) nucleation with LAMMPS [1]. The simulations
contain half a billion Lennard-Jones atoms and cover up to 56 million time steps. The unprecedented
size of the simulated volumes allows us to resolve the nucleation and growth of many bubbles per
run in simple direct micro-canonical simulations while the ambient pressure and temperature remain
almost constant. It is widely believed that classical nucleation theory (CNT) generally
underestimates bubble nucleation rates by very large factors. We showed that the measured rates
agree well with the CNT within two orders of magnitude in the superheated boiling regime (positive
ambient pressure), while the CNT prediction underestimates the nucleation rates significantly in
the cavitation regime (lower temperatures and negative pressures) [1,2]. We revisited classical
nucleation theory (CNT) for the homogeneous bubble nucleation rate and improve the classical
formula using a correct prefactor in the nucleation rate [3]. Most of the previous theoretical
studies have used the constant prefactor determined by the bubble growth due to the evaporation
process from the bubble surface. However, the growth of bubbles is also regulated by the thermal
conduction, the viscosity, and the inertia of liquid motion. These effects can decrease the
prefactor significantly, especially when the liquid pressure is much smaller than the equilibrium
one. The deviation in the nucleation rate between the improved formula and the CNT can be as large
as several orders of magnitude. Our improved, accurate prefactor and recent advances in molecular
dynamics simulations and laboratory experiments for argon bubble nucleation enable us to precisely
constrain the free energy barrier for bubble nucleation. Tanaka et al. [4] showed that the simple
expression including the Tolman correction to the surface tension with a small Tolman length leads
to good agreements with the recent MD simulations. But it is also important to compare with other
models. The model of surface tension based on the Helfrich expansion is interesting to consider
[5], although it includes some additional parameters. Recently, Wilhelmsen et al. [5] obtained
values for the parameters in the Helfrich expansion for various temperatures and cutoff radii in
the case of a Lennard-Jones liquid using density functional theory (DFT) calculations. The validity
of the Helfrich expansion for nanosized bubbles has not yet been fully clarified [5]. We tested the
Helfrich expansion model for various bubble sizes and temperatures, using results for surface
tension from our MD simulations, and found an agreement stronger than that the pure Tolman
description offers.

[1] J. Diemand et al., Phys. Rev. E, 90, 052407 (2014).
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[5] 0. Wilhelmsen et al., J. Chem. Phys. 142, 064706, (2015).
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In-situ IR measurement in homogeneous nucleation process of alumina under pG environment
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Homogeneous nucleation process from vapor is characterized by the ratio between time scales for
supersaturation increase and for source collision expressed as A[1]. Under the physical condition
with the same Avalue, homogeneous nucleation process has been regarded to follow the same process.
At the dust forming front around evolved stars, Avalue has been calculated to be ~10°° from total
pressure and velocity of stellar wind. In contrast, Avalue of ~10%? is known for the gas
evaporation method which is one of the simplest experimental methods to produce dust analogues via
homogeneous nucleation [2, 3].

In-situ IR measurement during nucleation of nanoparticles in the gas evaporation method proved
multi-step formation of metal oxide from vapor to crystalline via liquid droplet in our ground
based experiment [4]. Using our advanced technique, we measured IR spectra of nucleating alumina
and its evolution while nanoparticles are free-flying under pG environment in which Aapproximates
to the value at dust formation region. Specially designed experimental apparatus equipped with
dispersive IR spectrometer was loaded to S-520-30 sounding rocket by which the apparatus carried to
altitude of 312 km. We also performed ground based experiment combined with FT-IR.

IR spectra of nucleating alumina measured in ground based experiment showed broad absorption
extending >11 pm. Formed nanoparticles were observed by TEM and identified to 6-alumina. In
contrast, sharp absorption centered at 13 pym was appeared in pG experiment. This 13 pm band is one
of the most indicative features of corundum (a-alumina) sphere. Corundum is the most plausible
candidate for the origin of unidentified 13 ym feature which is often observed for oxygen rich AGB
stars with low-mass loss rate [5, 6]. Polymorphic behavior of alumina in homogeneous nucleation
process at different Awill be the key to understand astronomical dust formation.
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Grain growth of ice from aqueous solutions of sugars, salts and amino acids
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Introduction

Salts and organic matters exist in icy bodies and comets. Chemical evolution from simple molecules
to more complex organic compounds is a hot issue concerning the origin of life. Mixtures of ice and
organic matters can play an important role for chemical evolution. Sugahara and Mimura (2015)
conducted shock experiments on a mixture of alanine, ice, and silicate under cryogenic conditions
simulating comet impacts and reported the oligomerization of alanine. For precise understanding of
the reaction, it is necessary to observe morphology of ice including organic matters at low
temperature. Effects of salts, amino acid and sugar to morphology and grain growth of ice are
important research targets for food science as well as planetary science. In this study, we
investigate grain-growth kinetics of ice crystallized from salt, sugar or amino-acid solutions from
in-situ optical observations at low temperature.

Experimental procedure

Pure water, NaCl solutions, amino-acid (aspartic acid and glutamic acid) solutions and sugar
(glucose, sucrose, maltose, maltotriose and maltotetraose) solutions were prepared as samples.
These sample solutions were set between two cover glasses with a gap of ~4@ pm on a heating-cooling
stage and sample chamber was filled with dry nitrogen gas. These sample solutions were rapidly
cooled to -30 °C at a rate of 10 °C/min. After the samples were frozen, the sample temperature was
increased at a rate of 10 °C/min and was kept for 300 min at -5 °C. Optical images and movies were
collected in situ under a polarizing microscope with crossed nicols. Phase identifications were
conducted by Raman spectroscopy.

Results and Discussion

Figure 1 shows representative optical photographs of ices after 300 minutes reaching at -5 °C. All
solutions froze into aggregates of fine ice crystals in a moment before reaching at -30 °C. In pure
water, no homogenous grain growth was observed after 300 min at -5 °C, but abnormal grain growth up
to approximately 50 mm was observed. In the case of a salt solution, after reaching at -5 °C, ice
grains grew to a homogeneous size of 35 mm in average and the solution existed in triple junctions
between ice crystals. In amino acid solutions, notable grain growth was not observed and fine
grains remained. The abnormal grain growth similar to the case of pure water was observed in some
cases of amino acids. Moreover, grain-growth rate in amino acid system was much lower than the case
of pure water. This result suggests that amino acid inhibits grain growth of ice. In sugar
solutions, when number of carbon ring changed from 2 to 4, appearances of samples changed
drastically.

This study confirmed that morphology and grain-growth kinetics of ice are strongly affected by
chemical composition of starting solutions. These results are useful to understand chemical
reactions occurring in ice and will contribute to improve frozen preservation of foods.

Keywords: sugars, salts, amino-acids, grain growth, observation in situ
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Figure 1. Representative optical images (crossed nicols) of ice crystals obtained
300 min after reaching at -5 °C. The contrasts of these images depend on crystal
orientations.
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Step dynamics is one of the fundamental physical processes of crystal growth. There are numerous
steps with atomistic-scale heights on the crystal surface. A growth component such as an atom or
molecule that lands on the surface usually migrates laterally until it reaches the steps -or until
it desorbs into the mother phase. A growth component that reaches a step becomes incorporated into
the crystal, leading to advancement of the step. Every passages of the steps increase the height of
the surface by a monolayer (layer-by-layer growth). Therefore, the understanding of what determines
the generation of steps and the rate of the advancement is essential to elucidate the crystal
growth mechanism.

The step dynamics is significantly affected by the existence of impurities. The growth hysteresis
is one of the well-known phenomena induced by impurities [e.g., 1]. Let us consider the crystal
growth from aqueous solution. When the solution includes impurities, the crystal growth rate when
the supersaturation is increased is different from that when it is decreased. It has been
considered that the hysteresis results from the interaction between two effects: (i) retardation of
the step advancement by impurities adsorbed on the crystal surface, and (ii) prevention of the
impurity adsorption by frequent step passages. In previous theories of the growth hysteresis, the
physical quantities such as the density of adsorbed impurities and the step velocity were averaged
both in space and time (mean-field theory [e.g., 2-4]). However, these quantities differ from the
position to position on the crystal surface and vary with time in actual situations, so it was not
obvious whether the mean-field theory is applicable to the actual systems or not.

In this meeting, we report the results of the numerical simulations of growth hysteresis, which was
recently accepted for publication in Crystal Growth and Design [5]. Recently, we have developed a
new numerical scheme to simulate the step dynamics based on a phase-field (PF) method [6,7]. We
introduced the adsorption/desorption processes of impurities to this method based on the Monte
Carlo (MC) method in order to simulate the random impurity adsorption and its time variation. We
investigated the change in the step velocity during down-and-up cycles of supersaturation, and
found that the appearance of the growth hysteresis in all cycles. The average trace of the step
velocity agreed with that predicted by the mean-field theory [3]. This is the first result that
reproduces the growth hysteresis using the numerical simulations.

References: [1] R. W. Friddle et al. (2010), PNAS 107, 11. [2] Y. 0. Punin and 0. I. Artamonova
(1989), Kristallographiya 34, 1262. [3] H. Miura and K. Tsukamoto (2013), Cryst. Growth Des. 13,
3588. [4] H. Miura and K. Tsukamoto (2013), Japan Geoscience Union Meeting 2013, abstract
MIS31-P@5. [5] H. Miura (2016), accepted for publication in Cryst. Growth Des. [6] H. Miura and R.
Kobayashi (2015), Cryst. Growth Des. 15, 2165. [7] H. Miura (2015), Cryst. Growth Des. 15, 4142.
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Numerical calculation of montmorillonite dissolution in consideration of the size
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In recent years, how to dispose of large amounts of radioactive waste that were generated with the
use of nuclear power plants has become an issue. In Japan, a geological disposal has been studied
as one of the feasible disposal methods. In the geological disposal, the high-level radioactive
waste in glass solidified body is placed in a steel container, then covered with a cushioning
material mainly composed of clay minerals (montmorillonite) of bentonite, and it is disposed of the
underground deeper than several hundred meters. Montmorillonite expands in contact with water and
therefore it has a function to protect the radioactive waste from groundwater. However, during a
long period spanning several thousand years, the reaction with the groundwater causes the
dissolution of montmorillonite, so there is a risk that the radioactive material of the inside is
flowing out by groundwater. Therefore, it is very important to predict the dissolution behavior of
montmorillonite for the long-term stability of storage.

In the present study, we carried out the numerical calculation in order to examine the dissolution
behavior of montmorillonite. We assumed that montmorillonite particles with various sizes are
exposed to the alkaline solution under closed environment. The size change of each particle by
dissolution and the concentration change of the solution were calculated. We considered that the
dissolution rate depends on the degree of supersaturation of the solution, and the particle size
(Gibbs-Thomson effect). When the solution is unsaturated, the dissolution rate is given by an
empirical formula obtained by dissolution experiments [1]. When the solution becomes
supersaturated, we assumed that the montmorillonite particles are turned to growth and the growth
rate is given by the same form to the dissolution rate except of its sign. The degree of saturation
of the solution was calculated by using the PHREEQC [2]. As the initial particle size distribution,
we examined the following four cases: uniform, log-uniform, normal and log-normal distributions.
Let us describe the numerical results of the case that the initial size distribution is log-normal.
At the beginning of the calculation, all sizes of particles are dissolved in the unsaturated
solution. The particle dissolution increases the degree of supersaturation, and eventually the
solution becomes supersaturated. The small particles continue to be dissolved by the Gibbs-Thomson
effect, however, the larger particles are turned to growth. The period that is required for the
larger particles begin to grow depended on the ratio of the total particle volume to the solution
volume (solid-liquid volume ratio) at the beginning of the calculation. In the case of the
solid-liquid volume ratio is 107°, the larger particles are turned to growth after about 7000
years. With increasing the solid-liquid volume ratio, it was found that the period is reduced to
about 10 to 100 years. It was also found that the lower limit of the size above which the
montmorillonite particles are turned to growth increases with increasing the solid-liquid volume
ratio. Thus, by the numerical calculation of the dissolution process of the different-sized
montmorillonite particles, we concluded that it is important to consider the Gibbs-Thomson effect
for the long-term stability of storage.

References: [1] Cama et al. (2000), Geochem. Cosmochim. Acta 64, 2701. [2] PHREEQC -A Computer
Program for Speciation, Batch-Reaction, One-Dimensional Transport, and Inverse Geochemical
Calculations. http://wwwbrr.cr.usgs.gov/projects/GWC_coupled/phreeqc/.
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Nucleation experiment of alumina and silica from vapor phase using the sounding rocket
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Nucleation event determines the condensation sequence, number density, size, morphology and
crystalline structure of cosmic dust particle, called dust, in a gas outflow of dying stars or a
gas plume after shock wave heating in the primitive solar nebula. Using nucleation theories, such
characters of dust have been expected. However, it has been well known that results obtained by
classical nucleation theory and by experiments have a large difference each other. We believe that
one of the reasons is the difference of physical parameters of nanometer sized particles from its
bulk. Although nucleation is a process progressed in nanometer scale, physical parameters of bulk
materials have been used. To determine the physical parameters of nanoparticles, we constructed an
in-situ observation system of temperature and concentration during homogeneous nucleation in vapor
phase using interferometry in the laboratory.

Nanoparticles are formed as dust analogues from a supersaturated vapor after evaporation of the
starting material by electrical heating in a gas atmosphere. Using the specially designed
double-wavelength Mach-Zehnder-type laser interferometer, nucleation temperature and partial
pressure can be obtained simultaneously. Then, surface free energy and sticking probability can be
determined using timescale for cooling based on nucleation theories (Kimura et al. 2012). In case
of laboratory experiment, convection of gas atmosphere caused by thermal heating generates
heterogeneity of nucleation environment, such as temperature and concentration profiles around
evaporation source. In microgravity, evaporated vapor diffuses uniformly and the temperature
profile becomes concentric around the evaporation source. As the result, nucleation will occur at
the same condition. In addition, microgravity condition allow us to duplicate the ratio of
timescale for cooling and collision frequency of vapor around supernovae and asymptotic giant
branch stars. Therefore, we performed microgravity experiments using the sounding rocket S-520-30
launched on September 11", 2015.

Two same experimental systems, which construct with the interferometer, nucleation chamber and
camera recording modules were designed to fit the size and weight limitation and installed into the
nosecone of the rocket. The evaporation source and gas atmosphere are silica and argon (4 x10* Pa)
for silica dust, and alumina and a gas mixture of oxygen (2 x10° Pa) and argon (3.8 x10* Pa) for
alumina dust. The experiments were run sequentially and automatically started after launch of the
rocket. The evaporation sources of silica and aluminum were electrically heated in the gas
atmosphere under microgravity. Evaporated vapor was diffused, cooled and nucleated in the gas
atmosphere. The temperature and concentration at the nucleation site can be determined from the
movement of the interference fringes. Here, we will show the results of the experiments including
supersaturation ratio, and the physical properties of those nanoparticles.

Keywords: Microgravity, Dust, Nucleation
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Visualization of pH change around calcium carbonate crystals during dissolution and growth
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For the investigation of the growth and dissolution of calcium carbonate, CaC0;, it is important to
understand how carbonate and bicarbonate ions behave in these processes. The pH monitoring of a
solution during CaCO, growth or dissolution is a useful technique for this purpose, and actually in
a number of the previous studies, the pH measurements of bulk solution during the growth have been
performed. However, to clarify the detail process on the surface, especially the behavior of
bicarbonate ions, regional change of pH just above the crystal surface should be monitored.
Recently, we have started an attempt to visualize the distribution of pH around CaCO, crystals
which inorganically grows or dissolves, by applying the method used for the research on the
biogenic calcification of foraminifers. We have succeeded to detect the pH change near a dissolved
calcite surface, which may provide new insights into both inorganic and biogenic formation
mechanism of CaCo,.

Keywords: calcium carbonate, dissolution, pH
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Crystal growth in clay solidification: zeolitization of smectite
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At the Earth’s surface, rock-forming minerals are weathered and altered to be fine particles of
clay. Though the clay particles stably exist in the burial condition, unsolidified mud composed of
clays is re-equilibrated with groundwater and diagenetically stabilized as solidified sedimentary
rock. One of the most friendly clay material in our life is smectite. Since smectite under
subsurface condition suffers from alkaline groundwater and can be altered into zeolite, the natural
bentonite rocks composed of smectite always contain zeolite.

Investigating growth kinetics of zeolite at various solution, temperature and pressure conditions
is important to estimate the time-scale of stabilization of clay materials. We conducted alteration
experiment of Na-montmorillonite in 1.0 M NaOH at 120 °C and measured dissolution and growth rates
by in-situ phase-shift interferometry [1]. The simplified reaction can be scripted as: _A1,5i,0,,
(OH), + 2NaOH = 2NaA1Si,0,(H,0). At this condition, dissolution of montmorillonite proceeds at
6.9E-6 m/s calculated from rate equation [2] and molar volume. Grown rate of analcime was measured
to be 1.1E-10 m/s. Since the reactive surface area of montmorillonite is reducible from 1/10 to
1/1000 by layer-stacking, this observed growth rate of analcime is mostly consistent. However,
total volume change of before and after reaction gives 193.96 -173.91 = +20.05 cm’/mont mol, which
suggests that this reaction is suppressed in the limited space. Further, reaction system in the
presence of large excess NaOH with a syringe compaction cell produced zeolite as hydro-sodalite
scripted as: 3_A1,5i,0,,(0H), + 2@0NaOH = NagA1,Si.0,,(0H), + 6Na,Si0; + 12H,0. Its volume change is
calculated to be +54.67 cm’/mont mol, which suggests that this reaction can be more suppressed than
low-alkaline system. Thus, alkali plays important role for stabilization by zeolitization but this
alteration cannot be achieved entirely except at pores.

[1] Satoh et al. (2007) American Mineralogist, 92, 503-509.

[2] Sato et al. (2005) Proc. of the Int. Workshop on Bentonite-Cement Interaction in Repository
Environments, A3-38-41.
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