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NANOTUBULAR CRYSTALS OF GARNIERITE Nig(OH)g[Si4040]
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The influence of nature of initial components on synthesis conditions and morphology of nanotubular crystals of
garnierite (Ni-chrysotile) has been studied. The synthesis of garnierite based on SiO,, Ni(OH),, and NiSiO; has been
implemented at temperature 673 K and pressure 98.1 MPa in the time interval of 12...15 hours. Nanotubes were
formed with an outer diameter of about 20 nm, contained alkali (1...10% NaOH) or salt (0.5...3%). It was shown
that the types of tubes “cone in cone” and “tube in tube” are forms appropriate for distilled water. The synthesis
conditions and the size of garnierite nanotubes strictly correspond to the parameters, inherent to Mg-chrysotile.

INTRODUCTION

Chrysotile is magnesium hydrosilicate
(Mge [(OH)g | SisO4g]) of the serpentine group — a
unique mineral, which combines technical and
economic indicators, which does not have substitutes so
far. Serpentine group minerals are widely used in
radiation protection. In the literature, there are few
studies on the synthesis of chrysotile and its structural
analogs; this initiated experiments at high temperatures
and pressures. Conditions for the synthesis of chrysotile
are studied in detail by A.l. Vezentsev [1]. Isomorphism
of ions is observed in natural minerals [2]. Thus,
isomorphic analogs acquire a number of new valuable
features. Nickel minerals are used in catalysis, in
particular. During full replacement of Mg with Ni, the
structural analogue of chrysotile — garnierite is formed.
The literature does not describe experiments on the
effect of the nature of the starting components for
garnierite synthesis conditions.

A number of researchers [3-8, etc.] have synthesized
nickel analogue of chrysotile —  garnierite
(Nig [(OH)g | Sis040]) of stoichiometric composition
3Ni0O-2Si0,-2H,0, based on the fact that nickel ideally
replaces magnesium in the structure of natural minerals
by equality ionic radii of Mg®* and Ni**. W. Noll & H.
Kircher [3] found that garnierite is easily formed under
the same conditions as that for chrysotile, and its
crystals as well as chrysotile, are characterized with
fibrous habit. D.M. Roy &, R. Roy [4] synthesized
various analogues of chrysotile, in particular -
garnierite, to the experimental confirmation of the
causes twisting layers of crystals of chrysotile,
theoretically based by Pauling. These researchers, in the
absence of sodium chloride (or potassium) produced not
tubular, but flake isometric crystals. J.J. Scholten &
AM. Kiel [5] in the study of synthetic fibers
garnierite’s found along with the casual fibers not
completely rolled in a tube fibers.

The aim of this paper is detailed study of
interrelation of technological parameters for syntheses
of garnierite. Thus, it is required to: 1) define the most
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active raw material components from the next of line:
Ni,Os, NiO, Ni(OH), or NiSiOs-xH,O with quartz or
silicic acid, that have different crystal and chemical
structure; 2) study the influence of pH of surroundings
of syntheses and some additives at morphology of nano-
tubular crystals of garnierite; 3) determine optimal
temperature and pressure.

The processes of formation and growth of
garnierite’s fibrils were studied using x-ray and elctron-
microscopy analysis methods.

1. EFFECT OF THE NATURE OF THE
INITIAL COMPONENTS ON THE PROCESS
OF HYDROTHERMAL SYNTHESIS
OF GARNIERITE IN DISTILLED WATER

It was determined [8] that the nature of raw
materials for the synthesis of chrysotile has a big effect
on their reactivity. We have carried out similar studies
for the synthesis of garnierite. Hydrothermal treatment
of the charge in this series of experiments was carried
out at 673 K and a pressure of 98.1 MPa.

The charge for the synthesis of components:

1) From of Ni,O3 and quartz (SiO,). In this case, the
mixture had a significant amount of unreacted raw
components, even after 10 days of hydrothermal
treatment at 673 K. The products of hydrothermal
treatments include according to the X-ray analysis:
garnierite, Ni,O3; and quartz. The same results were
obtained when replacing the quartz with the milled
quartz sand.

2) From of NiO and quartz (SiO;). On the basis of
X-ray diffraction data it was found, that NiO is
relatively easy hydrated to Ni(OH), under hydrothermal
conditions. For complete conversion of charge in
garnierite at 673 K, hydrothermal treatment for 8 days is
required. This is due to lower solubility and larger size
of grains of quartz, compared with amorphous forms of
silica. In this case, the obtained fibrils have a length of
up to 3...5mm - the largest in these series of
experiments. There was no fibers of «cone in cone» type
between the fibrils.
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3) From of Ni(OH), and quartz glass (SiO,). The
process of the growth of fibrils is the same as in the
previous case. The rate of interaction of components is
conditioned by low solubility of quartz. The length of
fibrils is lesser, than in the previous case (1...2 um).

4) From of Ni,O3 and silica acid (SiO,'nH,0). Ni,Os
interacts poorly with SiO,-nH,O (as in the first case):
the X-ray reflections show the presence of Ni,O3 along
with the reflections of garnierite even after 48 h of
isothermal autoclaving.

5) From of NiO and silica acid (SiO, nH,0).
Garnierite from these components is formed at 673 K
within 15 h. The average fiber length is the same as in
the case of Ni(OH), and quartz. Many fibrils have a
crystal habit of «cylinder in cylinder» with a diameter of
30...150 nm and a length of about 3 um (Fig. 1).
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Fig. 1. Fibrils of garnierite, type «cylinder in cylindery
obtained from NiO and silica acid at 673 K, 98.1 MPa
and isothermal holding time of 15 hours

6) From of Ni(OH), and silica acid (SiO,-nH,0).
Charge components, as in the previous case, quickly
react with each other, forming garnierite.

7) From of Ni(OH), and nickel hydro silicate
(NiSiO3-xH,0). All components of the charge interact
entirely within 12 hours between Ni(OH), and
NiSiO3-xH,0 (in this case x = 3.11). The product of
synthesis consists only of the cylindrical filaments with
an outer diameter of 20...30 nm (Fig. 2).

pH index of the suspension of all compositions in
distilled water without chemical additives is ~ 7.

X-ray diffraction analysis of the products of
synthesis, mentioned above, are shown in Fig. 3. X-ray
metric studies show, that the most reactive of those
mixtures are those, which consist of the substances, that
have the lattice, which is closest to the synthesized
garnierite, thus, the process of formation and growth of
fibrils is faster and requires lesser energy.

Thus, the most active components are Ni(OH),,
NiSiO3;-xH,0 and silicic acid (SiO,-nH,0). The further
experiments have been conducted with these
components.

2. SYNTHESIS OF GARNIERITE WHILE
ADDING ALKALI AND SALTS
Garnierite’s cylindrical fibrils with a smooth outer
surface, and the same outer diameter as that of natural
chrysotile are formed while adding 1...10% alkali or
0.5...3% salts to the charge (see Fig. 2).
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Fig. 2. Garnierite fibrils, obtained from Ni(OH),
and silica acid at 673 K and isothermal holding time
of 15 hours

3. EFFECT OF THE TEMPERATURE OF
REACTION ON THE PHASE FORMATION

During the investigation process, the charge was
autoclaved at 473...673 K and at pressures of water
vapors of 9.81...245 MPa and isothermal dwell time of
0.5 to 240 h. Fibrils of garnierite are consistently
formed at temperatures 473...673 K. The rate of
interaction between the components of the charge at
473 K is very small — for their interaction ~ 2 days are
needed; increasing the temperature up to a certain limit
accelerates formation and growth of fibrils. For a
complete interaction of all the components ~ 15 hours at
673 K is enough. Pressure has no appreciable effect on
reaction speed of the components.

Specific surface area of the synthesized garnierite is
55 m%/g, and the density is 3850 kg/m®.

SUMMARY

1. The most active nickel-containing ingredients
during the synthesis of garnierite are NiSiO;'xH,0;
Ni(OH),, followed by NiO and Ni,Os;, which are only
slightly less active. Silicic acid and quartz glass is more
active than quartz.

2. Fibrils of garnierite, as well as fibrils of chrysotile
are produced in relatively wide ranges of temperatures
(473...673 K) and pressures (9.81...245 MPa).

3. Using electron microscopy method, it was shown
in this paper, that the main parameter that determines
the morphological features and the degree of perfection
of the structure of the formed fibrils is the pH of the
medium, the type and the amount of modifying
impurities involved in the reaction.

4. The obtained data have shown that in alkaline and
saline solutions charge components interact with each
other faster than in distilled water.

5. It was determined that in distilled water not only
cylindrical fibrils are mainly formed, but also the fibrils
with a structure of «tube in tube» with a helical twist of
layers and «cone in cone» type, that have a large spread
of values not only in length, but also in diameter.

6. Cylindrical fibrils with a diameter of
~20...30nm were obtained in solutions with
concentration of 1...10% alkali or 0.5...3% salt.
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and the further increase of hydrothermal processing
does not lead to increasing of their length.

8. The synthesis conditions for garnierite and
chrysotile are identical. Garnierite and chrysotile have
fibrils of the same size and the same morphology.
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HAHOTPYBYATBIE KPUCTAJIJIBI TAPHUEPHUTA Nig(OH)g[Si4O1]
A. Cmonuxos, A. Bezenyes, B. bepecnes, B. Ilasnenxo, JI. 3azopooniox, Il. Typoun

W3yyeHo BIHMSHUE MPUPOJBI MCXOJHBIX KOMIIOHEHTOB Ha YCJOBHS CHHTE3a M MOP(OJIOTHIO HAaHOTPYOYaThIX
kpuctauioB rapuuepura (Ni-xpusortmna). OCyIIECTBICH CHHTE3 TapHHEPUTa Ha OCHOBE KOMIOHEHTOB SiOy,
Ni(OH), u NiSiO; mpu Temneparype 673 K u paBnenun 98,1 MIla Bo BpemenHom uHTepBaie 12...15u.
Hanotpy6xwu, copmMupoBaHHEIE C HAPY>KHBIM JrameTpoM ~ 20 HM, copepxainu menoys (1...10% NaOH) nmu conn
(0,5...3%). TlokazaHo, 4TO THIBI TPYOOK «KOHYC B KOHyce» H «TpyOka B TpyOke» sBisitoTcst (Hopmoit
COOTBETCTBYIONIEH IWCTHIIMPOBAHHOW BOJIE. YCIOBHS CHHTE3a M pa3Mephl HAaHOTPYOOK TrapHHEpPHUTa CTPOTO
COOTBETCTBYIOT MapamMerpam, XapakTepHbIM it Mg-xpu3oTuiia.

HAHOTPYBYACTI KPUCTAJIA TAPHIEPUTY Nig(OH)g[Si4O1]
A. Cmonikos, O. Bezenyes, B. bepecnes, B. Ilagnenko, Jl. 3azopoonmwk, I1. Typoin

BuBYeHO BIUIMB NPUPOAM BUXITHUX KOMIIOHEHTIB HA YMOBH CHHTE3Y i MOP(]OJIOTiI0 HAHOTPYOUACTUX KPUCTAIIB
rapuieputa (Ni-xpusoTmiy). 3aiiicHeHO cuHTe3 rapHiepuTy Ha ocHOBiI KoMmnoHeHTiB SiO;, Ni(OH), i NiSiO; npu
temneparypi 673 K i tucky 98,1 MIla B wacoBomy intepBaii 12...15 rox. HanoTpyOku, chopMoBaHi i3 30BHIIIHIM
mgiamerpoM ~ 20 um, Mictuu ayr (1...10% NaOH) a6o comi (0,5...3%). ITokasaHo, 110 TUIH TPYOOK «KOHYC Y
KOHYCI» 1 «TpyOKa B TpyOIli» € (hOpMOIO BiIMTOBIAHOIO TUCTHIHOBAHIM BOJII. YMOBHM CHHTE3Y 1 pO3MipH HAHOTPYOOK
TapHIEPUTY TOYHO BiJIMOBIAAIOTH MTapaMeTpaM, XapaKTepHUM Uit MQ-Xpu30THITY.
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