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{110} twin densities in biotic aragonite have been estimated quantitatively from the peak widths of specific reflections in
powder X-ray diffraction (XRD) patterns, as well as direct confirmation of the twins using transmission electron microscopy
(TEM). Influence of the twin density on the peak widths in the XRD pattern was simulated using DIFFaX program, regarding
(110) twin as interstratification of two types of aragonite unit layers with mirrored relationship. The simulation suggested that the
twin density can be estimated from the difference of the peak widths between 111 and 021, or between 221 and 211 reflections

Biotic aragonite in the crossed-lamellar microstructure (three species) and nacreous microstructure (four species) of mollusce
shells, fish otoliths (two species), and a coral were investigated. The XRD analyses indicated that aragonite crystals in the crosse
lamellar microstructure of the three species contain high density of the twins, which is consistent with the TEM examination.
On the other hand, aragonite in the nacre of the four species showed almost no difference of the peak widths between the pair
reflections, indicating low twin densities. The results for the fish otoliths were varied between the species. Such variation of the
twin density in biotic aragonites may reflect different schemes of crystal growth in biomineralization.
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Organic nanocrystals (NCs) are in the mesoscopic phase between a single molecule and the corresponding bulk crysta
and are expected to exhibit peculiar optical properties, depending on crystal size and shape. Well-defined, i.e., size- and shaf
controlled, organic NCs could be prepared successfully from pai-conjugated organic and polymer compounds by developin
the reprecipitation method. Interestingly, organic NCs exhibited the size-dependence of linear optical properties (extinction an
fluorescent emission spectra), which is speculated to be caused not by so-called quantum size effect in semiconductor quantt
dots by but thermal softening of nanocrystal lattice, due to increase in specific surface area with decreasing crystal size. Namel
the effective pai-conjugation length would decrease, owing to disordered and strained nanocrystal lattice, and then the band g:
(or HOMO-LUMO gap) would widen with decreasing crystal size.

In this presentation, recent progress on hybridized organic NCs and ordered array structure of encapsulated organic NC
will be introduced in detail for optically functional materials toward next-generation organic device application. In other word,
hybridization is one of the main and important objectives in current material science. Our attention is now focused on core-shel
type hybridized organic NCs, which seem to be the best suited nanostructure for the occurrence of novel optoelectronic prope
ties and photonic function induced by core-shell interface interaction. Polydiacetylene (PDA) NCs (core) and Ag nanoparticles
(NPs) (shell) hybridized NCs could be fabricated reproducibly by the development of visible-light-driven photocatalytic reduc-
tion method. PDA is one of the most promising candidates in organic nonlinear optical (NLO) materials, which shows the large
third-order NLO susceptibility and highly speed of optical response in femto-second order. Actually, the value of the suscepti-
bility from PDA NCs (core) has been multiplied evidently, due to the enhancement effect of optically electric field induced by
localized surface plasmon resonance from Ag NPs (shell). The present reduction process could proceed easily, being independ
of core size and shape, when the redox potential of metal ion (or metal complex) should be located between conduction ban
and valence band in pai-conjugated polymer such as PDA. So some various hybridized NCs could be produced in the simile
manner, for example, rod-like and fibrous PDA NCs, polyalkylthiophene NPs as a core material, and Pt NPs and Au NPs as
shell material. But, the subsequent chemical reduction process was performed at the same time, when Au NPs (shell) is prepare

On the other hand, it should be necessary to arrange and integrate organic NCs, including hybridized ones, on a substrate
as to receive and transmit input- and output-information signals by electronically and/or optically accessing to organic devices
So, encapsulations of organic NCs, patterned substrate, and tapered cell method have been employed suitably to fabricate &
control ordered array structure of organic NCs on a substrate. First, mono-dispersed polystyrene microsphere (PSMS) was us
as a model of encapsulated (and hybridized) NCs, and some beautiful ordered array structure could be formed on the pattern
substrate by optimizing the size of PSMS and pattern design. Especially, so-called Kagome Structure composed of PSMSs cou
be fabricated for the first time, which structure is said to provide the confinement effect of light propagation and a kind of pho-
tonic crystals. In addition, it has become possible to build-up the order array structure consisted of encapsulated semiconduct
NPs and PDA NCs produced by emulsion polymerization process for optoelectronics and photonics devices application.

Finally, the future scope in the relevant fields of optoelectronics and photonics will be discussed in brief.

goooo:gbooboo,ggoobooooo,bbo,ooooobbb,booobbbooooo,bboooon
goooo
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[1]: J. D. Rodriguez-Blanco et al., Nanoscale, 2011, 3, 265
[2]: S. Bentov et al. J. Struc. Biol., 2010, 171, 207
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From the point of views of the safety of radioactive waste disposal, dissolution of bentonite as engineered barrier and/ol
rock system surrounding waste as natural barrier is one of the key issues. Nevertheless, the understanding of the dissoluti
mechanisms in dissolution of very insoluble minerals is still insufficient. Therefore, an advanced Phase-Shift Interferometry
(PSI) was developed to resolve dissolution process on a molecular level. The advanced PSl is distinguished by the some featur:
such as white light source for illumination, large working distance of the object lens, and so on. It allows the direct, simultaneous,
and high speed measurement of dissolution of minerals. This high speed and high resolution observation shorten the observati
period, and decrease the influence of disturbance of experimental condition. These are strong advantages for understanding
dissolution mechanism. For example, biotite dissolution rate of the order of 1E-11 mol/m2/s was measured in the period of
days to 20 days by means of conventional method. It was measured by means of the advanced PSI within 12 hours.

gogoob:obobodooo,boooo,bboo,oboon
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Direct observation of nucleation and dissolution processes in a solution using a TEM
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Since nucleation is a fundamental event to determine size, number and morphology of produced crystals, nucleation proce:
must be clarified to form products efficiently. Direct approach to understand nucleation would be an atomic scale in-situ ob-
servation. A transmission electron microscope (TEM) may be a most powerful tool. Unfortunately, however, we can prepare
limited experimental condition in a TEM and only have a few reports concerning in-situ observation of a nucleation process sc
far. In particular, since TEM needs a high vacuum, crystallization experiment in a solution was impossible. Recently, formation
process of platinum nanoparticles from a solution was observed using a specially designed cell in a TEM [1]. Disadvantage
of this noble method are difficulties of high-resolution observation and changing the temperature. Recently, we overcame th
disadvantage by using ionic liquid, which has negligible vapor pressure and does not charge up by electron beam due to the
relatively higher electron conductivity. lonic liquid has been used for direct observation of organic materials such as protein
and sea weed using mainly scanning electron microscope or occasionally TEM observations. Here, we report successful in-si
observation of nucleation, growth and dissolution processes of sodium chlorate in an ionic solution.

Supersaturated ionic solution of sodium chlorate was prepared on a TEM grid. After controlled induction time, sodium chlo-
rate crystals nucleated and grew under TEM observations with an acceleration voltage of 200kV (Hitach H-8100 placed at thq
Tohoku University). lonic solution could be observed stably under normal electron irradiation condition. Nucleated sodium
chlorate crystals were floated with the Brownian motion. When two crystalline particles contacted, they fused together to be ¢
larger single crystalline particle. Produced nanocrystals of sodium chlorate were heated up and were observed their dissolutic
process using a TEM with an acceleration voltage of 300 keV (H-9500 placed at the Hitachi Hitec). The nanocrystals were no
only dissolved but also grown even in the totally dissolving system, i.e., most probably undersaturated condition.

[1] H. Zheng et. al., Science 324 (2009) 1309.
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The growth mechanism of needle-like aragonite crystal
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Calcium carbonate (CaGQis one of the most studied minerals among the barely soluble substances, since precipitation
of CaCQ; is a widely occurring process in biomineralization as well as in manufacturing process of industrial materials. For
example, its needle-like crystals with high aspect ratios have been used as fillers to improve mechanical properties of paper at
polymer materials [1]. To control the morphology or polymorph of Cg@@stal, the effect of additives on the crystallization
of CaCQ, has been studied [2]. However, the growth mechanism of calcium carbonate crystals has been poorly understood ye
Understanding of the growth mechanism is important for constructing materials with morphology and function as we aim.

With respect to the needle-like crystals, two types of crystallization mechanism have been considered. One is VLS (vapor
liquid-solid) mechanism, which has been observed in formation of Si whisker [3]. Another is Frank mechanism with spiral
dislocation, which is considered as a formation mechanism of NaCl whisker from solutions [4]. In this study, we synthesized
needle-like aragonite crystals from solution. In order to understand the growth process of the needle-like aragonite crystal, w
observed the tip of it in details by using electron microscopy.

We synthesized needle-like aragonite crystal by pouringd@ solution into the 40 ml of CaGlsolution with the rate of 1
mL min—!. We stopped the inflow when the total volume of poured®l@; solution reached 40 ml. The mixed solution was
stirred at 300 rpm for about 3 h. The concentrations of GaBd NaCOs; solutions are the same; we considered two cases of
0.005 and 0.05 mol/l. We controlled the temperature of solution at constant as 25, 50 and 80 deg C during precipitation. The
morphology and the size of the precipitates were observed by scanning electron microscopy (SEM), and their crystalline phase
were identified by X-ray diffraction (XRD).

The crystals obtained in the experiment were mainly needle-like aragonite and spherules of vaterite. The length of needle
like aragonite was about 2 -20 micrommeters. The aspect ratio was estimated from 5:1 to 20:1. For vaterite, the size was abo
2-5 micrometers. The total amount of precipitated crystals definitely depended on the concentration of initial solutions: many
precipitates for higher concentration and few precipitates for lower concentration. The reaction temperature obviously affecte
the crystalline phases; aragonite was mainly crystallized at 80 and 50 deg C, on the other hand, vaterite particles appeared at
and 25 deg C. The morphologies were also affected by the reaction temperature. Vaterite changed from circular disc to sphel
according to the decrease of reaction temperature from 50 deg C to 25 deg C. It was also seen that the higher the reactic
temperature, the larger the aspect ratio of needle-like aragonite.

By detailed SEM observation, we showed that the needle-like aragonite has multi-step on the tip, which seemed higher tha
monomolecular step. Based on the experimental results, possible growth mechanism of needle-like aragonite was proposed.

Reference:

[1] Richter, A., Petzold, D., Hofman, H., and Ullrich, B., Chem. Tech. 6, 306(1995).
[2] Meldrum FC; Hyde ST., Journal of crystal growth 231, 4 (2001)

[3] R. S. Wagner and W.C.Ellis: Trans.Met AIME 233 1053 (1965)

[4] W.W. Webb: J.Appl.Phys. 31 194 (1960)
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The microgravity effect in colloidal phase separation
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Colloidal crystals are considered in the application to photonic crystals. The gravitational sedimentation method attracts gree
attention because of simplicity. It is thought that crystallization of colloidal crystals is caused by KirkWood-Alder transition
because of the repulsive interaction. However, to the colloidal dispersions in the conditions of low particle concentration and low
ionic strength, void structure was generated 1) or gas-liquid-solid phase separation occurred 2). These phenomena cannot expl
by only the repulsive force. The facts suggested the existence of a long-range attractive interaction between particles in spite «
their repulsive pair potential. So, these results are very important.

The colloidal phase separation which arises in a gravity sedimentation process was reported 3). After like-charged colloida
particles sediment on glass substrate, colloidal particles cause gas-liquid-solid phase separation. A long-range attractive intere
tion between particles is required in order to bring out this phenomenon. However, in this experiment, when the phase separatic
of like-charged colloidal particles occurs, particles are always close to a glass substrate according to the gravity effect. Therefor:
the interaction which works between particle-particles or between glass substrate-particles may be influenced by the gravity. Si
in order to eliminate gravity effect, we experimented under microgravity.

3 um polystyrene particles (Thermo scientific) were used. The density was 1.05 g/cm3. We compared the colloidal sample
which was deionized one month or more by using Bio-Rad ion-exchanger resin and the untreated sample. Under the groun
the colloidal dispersion of 0.015 vol % was enclosed with the angle cell (10 mm x 10 mm x 47 mm), and 24 hours was settled.
The angle cells were installed in the airplane. Then, the colloidal accumulations were observed in the microgravity environmen
about 20 seconds.

We measured the position change of colloidal particles. The diffusion coefficient by Brownian motion was calculated from
these data. The diffusion coefficient of deionized sample was 0.082 um2/s and untreated sample was 0.137 um2/s. On the otf
hand, the diffusion coefficient obtained from the Stokes rule was 0.14 um2/s. The untreated sample was well in agreement wit
the diffusion coefficient obtained from the Stokes rule. When the value of a deionized sample and an untreated sample was cor
pared, the direction of a deionized sample has a small value of a diffusion coefficient. In the deionized sample, we found a sig
of the long range attractive interaction.

References

1) K.Ito et al., Science, 263, 66(1994).

2) B.V.R. Tata and S.S. Jena, Solid State Comm.139, 562(2006).
3) M. Ishikawa and R. Kitano, Space Utiliz. Res., 25, 309(2009).
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In order to understand formation process of minerals, it is important to analyze the atomic process on the growth surface. Firs
principles calculation of the growth surfaces is useful for this purpose, and is often used for semi-conducting materials. Recer
progress of computer technology would make it applicable for more complex system such as minerals, which will provide more
realistic information for the mineral growth in the atomic scale.

Here, as an example of this kind of approach, incorporation process of nitrogen (N) into GaAsN grown under a hydrogen
atmosphere was analyzed. GaAsN with small N content has the zinc blende structure, and in this system it is difficult for nitroger
(N) to be incorporated into the solid owing to the large difference in the bond lengths of Ga-N and Ga-As. Therefore, we first
determined the stability of reconstructed GaAs(001) surfaces absorbed by hydrogen (H) in dependence on chemical potentials
the constituent elements, and we found that two hydrogenized structures appear when the partial pressure of hydrogen is hig
Then energies needed for N substitution to the As site were calculated. The results suggest that N is more easily substituted
surface sites bonded with H, which could be the origin of H-related defects. We are planning to apply this approach to actua
mineral system.

00000:000000,0000,00000
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It is known that the crystal growth mechanism in the solution changes as the supersaturation increases. When the crystal
growing in the supersaturating solution, the solute concentration at an interface between crystal and solution is smaller than th
of the bulk solution because the crystal grows by incorporating solute in a solution. Since local concentration distribution at
the interface can cause instability of the form on the crystal surface, determination of the concrete concentration distribution a
the interface is important to discuss the mechanism of the crystal growth. Therefore, to discuss the relation between the cryst
growth mechanism and growth rate of the crystal, it is necessary to measure the concentration around the crystal-liquid interfac
not of the bulk.

There are many reports concerning measurement of the concentration field, but many of them are two-dimensional (2-D) ob
servations, namely, the object is observed only from one direction. The information obtained by the 2-D observations is integrate
along the direction of the observation, so the local information, e.g., concentration distribution around the crystal-liquid interface,
is not obtained.

To improve the disadvantage on the 2-D observation, a method of computer tomography (CT) has been adopted by sorr
authors. By using the CT method, one can reconstruct the information of the three-dimensional (3-D) concentration field aroun
the growing crystal based on 2-D observations obtained from several directions (3-D observation). Previous works of 3-D obser
vations revealed the 3-D structure of solute convection around the growing crystal. However, there are quite a few observation
of the concentration field at the interface between crystal and solution..

In the present study, we carried out 3-D observation to measure the 3-D concentration field very close to the crystal-liquid
interface growing in solution quantitatively. We newly developed microscopic Mach-Zehnder interferometer.

For quantitative 3-D measurement of concentration field, we developed a 3-D microscopic Mach-Zehnder interferometer. 3-C
observations can provide us the concentration distribution at an interface between the growing crystal and solution with higt
magnification and high sensitivity.

For the application of the 3-D observation by using our Mach-Zehnder interferometer, we measured the concentration fielc
around a protein crystal growing in a solution. The growth rate of the protein crystal is quite low, so the decrease of concentratior
in solution should be much smaller. The interference fringes obtained are straight, but curved slightly only at a very narrow are:
close to crystal surface. In spite of the very small movements of the interference fringes, we successfully reconstructed the 3-I
concentration field around the growing protein crystal.

To use the 3-D observation of the concentration field at a rough interface or the interface in early stages of crystal growth, i
is important to raise the spatial resolution of 3-D microscopic Mach-Zehnder interferometer further. The spatial resolution of the
3-D observation depends on the number of view angles. As the number of the view angles, namely the number of the images
2-D concentration field, increases, resolution of reconstructed 3-D concentration field image gets better.

To get many 2-D images, we prepared cylindrical growth cell. Usually, cylindrical cell is not able to use for the interferometer
because the curvature of the cell bends the light beam. We will overcome this problem by using the refractive index matchinc
method.

To avoid bending of the light beam, we put the matching liquid around the cylindrical cell. This liquid removes refraction and
reflection of the light on the wall of the cylindrical cell so that the beam can pass through the cell straightly.
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Growth mechanism of calcium carbonate crystals for carbon sequestration has been studied in-situ by FM-AFM, TEM anc
phase-shift interferometry, those of which have never been employed in this field. It was found that controlling polymorphs of
calcium carbonate crystals is the key issue for the efficient sequestration.

oooobo:0b000,000b0000,0bbo0oood
Keywords: crystal growth, carbon sequestration, calcium carbonate

1/1



	MIS24_O
	MIS24-01
	MIS24-02
	MIS24-03
	MIS24-04
	MIS24-05
	MIS24-06
	MIS24-07
	MIS24-08
	MIS24-09
	MIS24-10

	MIS24_P
	MIS24-P01
	MIS24-P02
	MIS24-P03
	MIS24-P04
	MIS24-P05
	MIS24-P06
	MIS24-P07
	MIS24-P08
	MIS24-P09
	MIS24-P10


