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THE REGIMES OF THE REALIZATION OF DESUBLIMATION
METHOD FOR ULTRADISPERSE POWDER PRODUCTION

Abstract. The paper deals with the investigation of the method of obtaining the ultrafine powders by the
desublimationprocess. In the course of the experiments, the effect of temperature, pressure, and degree of
supersaturation on the process kinetics and the dispersion size distribution function was investigated. The existence of
the stage of the phenomenon of multiple coagulation with a high concentration of nucleates in a supersaturated
vapor-gas mixture has been experimentally confirmed. Namely, it was established that with a large initial super-
saturation, when a large number of embryos (monomers) of the dispersed phase are rapidly formed per unit volume
of the apparatus, the contribution of multiparticle collisions is great. The obtained data may be very important for
working out the engineering method for calculating and optimizing the regimes of aggregation processes to create
highly homogeneous stable nanodispersions.

Keywords:desublimation, ultradisperse, nanodispersions, method, nano-powders, super-saturation,
multiparticle.

1. Introduction

Currently, the use of chemical apparatus and reactors with the formation, aggregation and
sedimentation of insoluble phases in the working volume of the apparatus is becoming increasingly
widespread, especially in a number of modern technological processes [1-8]. Chemical equipment and
reactors in which the formation, aggregation, and sedimentation processes of insoluble phases are carried
out, especially in modern thin and nano-technologies, are widely used. In many cases, the processes of
chemical technology are accompanied by the formation of a new solid dispersed phase. These can be
phase transitions, as in the case of crystallization or desublimation, or processes of formation of slightly
soluble substances during chemical reactions [9- 12].

Applications of dispersed media, namely: emulsions, suspensions, ultrafine materials and powders in
modern industry cover a wide range of technologies. In particular, the following directions can be
distinguished in the chemical industry [1-8]:

- obtaining nanodispersed powders of oxides and noble metal dioxides for structural, instrumental and
functional bioceramics;

- creation of sorbents, catalysts and molecular sieves with a given nanostructure;

- development of methods for producing nano-dispersed rheological additives to create suspensions
with desired rheological characteristics.

Nano-objects are characterized by small size, complex internal organization, the ability to very dense
packaging, strong interactions with neighboring structures; on their basis, it can be created materials with
new physical and chemical properties.
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The most important features of the processes associated with dispersed media is the need for highly
homogeneous and stable dispersions. These indicators play an extremely important role in modemn
pharmacopoeia, the production of high-quality fuel materials and in many other processes.

For the preparation of nano-powders with a high homogeneity of the fractional composition,
desublimation methods seem to be very promising. The production of nano-powders in the gas phase is
facilitated by the relatively low surface tension at the solid-gas interface [13]. An increase in surface
tension leads to compaction of the nanoparticles in the aggregate. At the same time, high temperature
accelerates diffusion processes, which contributes to the growth of particles and the formation of solid
bridges between particles. The main problem of the method under consideration is the separation of
nanoparticles from the gas phase under conditions where the concentration of particles in the gas stream is
low and the gas temperature is sufficiently high. For trapping nanoparticles, special filtering devices are
used (for example, metal-ceramic filters, electric precipitators), centrifugal sedimentation of solid particles
in cyclone devices and hydrocyclones, special gas centrifuges.

In this paper, the method of obtaining the ultrafine powders by the desublimationprocess has been
described.

2. Experimental method

Experimental studies were conducted to verify the adequacy of the theoretical concepts previously
developed in our works [13], as well as to work out ways to optimize regimes of aggregation processes in
dense dispersed systems with sources of the new phase. The desublimation method of obtaining ultrafine
silica powder was chosen as objects for the study. In the course of the experiments, the effect of
temperature, pressure, and degree of super saturation on the process kinetics and the dispersion size
distribution function was investigated.

The experiment was organized on the well-known method of enriching high-silicon phosphorites
[13]. The essence of this method is in the heat treatment of the raw material with ammonium fluoride
followed by the conversion of silica contained in the raw material into ammonium silicofluoride. As next
stage the sublimation of the obtained product was carried out.

For obtaining Si0O,, the especial reaction which at a certain temperature is carried out in the opposite
direction with the rapid release of silicon dioxide was used [13]:

Si0, + 6NH, F < (NH,), SiFs+ 4NH; + 2H, O. D
Earlier, in the work [13], the temperature threshold at which Si02 emission prevails was determined .

This threshold is 4500C.
A schematic diagram of the experimental setup and its photograph are presented in Figures 1 and 2.

£

1- compressor, 2- Drexel flasks (for drying), 3- electric furnace, 4- boat with sample,
5- Drexel flasks (for capturing solid particles), 6- temperature conroller, 7- pressure gauge, 8- heat exchanger, 9- thermometer.

Figure 1- Scheme of the experimental installation.
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Figure 2- Photograph of the experimental installation

The installation is operated as follows.

A ceramic tube is inserted into the furnace 3 where the boat (tube) 4 is placed with a sample prepared
in accordance with the methodological recommendations indicated below. Next, the connection is made
with the help of hoses of all elements of the installation, in accordance with the circuit diagram. Then the
furnace is turned on and when the set temperature is reached (400-8000C) the compressor 1 is turned
on.Compressor supplies the surrounding air in the room through the system of absorption flasks 2, which
prevent moisture from entering the ceramic tube.

The resulting vapors from the sublimates (NH.).SiFs from the fumace 3 enter the successively
installed Drexel flasks 5, where they are desublimated.

Further the remaining fumes of silicon oxide go to the heat exchanger 7, where their final
desublimation takes place, and then they go to the hood. The temperature in the furnace is maintained
from 400 to 8000C. In the course of the experiment, the temperature in the furnace 3 is recorded, as well
as the readings of the thermometer 1 at the exit from the refrigerator, and in addition, pressure is
controlled at the inlet using a manometer 6. Sampling is performed periodically at each fixed temperature
in the furnace.

The finished product is collected in glass cups and sent for analysis of the chemical and dispersion
composition. The crystal structure is also analyzed.

A scanning electron microscope JSM-6490LV(SEM) is used as equipment for electron microscopic
studies of the dispersion composition of desublimate. The appropriate method is based on scanning the
surface of the sample with an electronic probe and detecting (recognizing) the broad spectrum of radiation
arising from this.

Research and determination of measurement errors is carried out by standard methods.

The procedure for sample preparation is described below.

Investigating samples are prepared, then sublimated in a furnace and subject to desublimation. It
makes in the following sequence:

a) the river sand is taken in an amount of 1 kg, it is sifted in order to separate from large impurities,
and then it is washed with distilled water;

b) then it is washed with hot hydrochloric acid HCI with a concentration of 15-20% for 15-20 minutes
and boiled for 15 minutes. Then the sample is defended in the flooded state for 2 hours, after which the
liquid is drained;

¢) the resulting sludge is washed with distilled water for 30-40 minutes in order to wash out the
remaining impurities and acid residues;

g) then it is dried at a temperature of 105 ° C until the moisture content is in the range of 0.5-1%. The
obtained sample should be gray;
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¢) then 1 part (weight) of the sample is mixed with 6 weight parts of ammonium fluoride;

¢) the mixture is poured into a boat, which is placed in a furnace and sublimated at the temperature of
400-6000C until the strong smell of NH; appears;

g) white-colored vapors that are formed intensively are captured by their desublimation on a cooled
surface for 1.5-2 hours in order to estimate the temperature of sublimation and desublimation, as well as
for the most complete desublimation of the vapors.

The previous operation is repeated for 3-4 times. The sampling plan is shown in Table 1.

Table 1-The sampling plan while experiments on sublimation

Ne Vapour Sampling numbers by interval, min
temperature - . - - -
(©) The numerator is the first sampling stage, and the denominator is the
second sampling stage
1 2 3 4 5
1 T1=400 5 10 15 20 30
20 0 40 0 60
2 T2=420 5 10 15 20 30
20 0 40 0 60
3 T3=450 5 10 15 20 30
20 0 40 0 60
4 T4=500 10 20 30 40 60
5 T5=510 10 20 30 40 60
6 T6=520 10 20 30 40 60
7 T7=550 10 20 30 40 60
8 T8=570 10 20 30 40 60
9 T9=600 10 20 30 40 60
10 T10=650 10 20 30 40 60
11 T11=700 10 20 30 40 60

3. Results and discussion

Some of the most illustrative images obtained as a result of the examination of samples using a
scanning microscope are shown in Figure 3.

Inscriptions on photographs should be understood as follows. The first number is the temperature at
which the sampling process is conducted, the next digit is the number of the Drexel flask in the capturing
system. The obtained in the course of experiments characteristics and parameters of fractional composition
of the silica dispersions, as well the microscope zoom, are automatically written in the fields of
photographs.

The conducted investigations convincingly show that with a large initial super-saturation, when a
large number of embryos (monomers) of the dispersed phase are rapidly formed per unit volume of the
apparatus, the contribution of multiparticle collisions is great [11, 14]. This is clearly seen in Figure 3,
made at high magnification. Namely, large clusters of particles consist of many small embryos. Moreover,
the shape of large clusters-globules is rather rounded, which is possible only with simultaneous attachment
of many small particles over the entire surface of larger clusters [15].
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Figure 3 - Images of the desublimated samples
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Then there is a sharp decrease in super-saturation, and the aggregation process begins to be limited by
diffusion resistance in the gas phase. This leads to a sharp decrease in the value of coagulation nuclei, the
intensity of the aggregation process drops sharply, and as a result, a dispersion of a fairly homogeneous
fractional composition is obtained. The fact is that the characteristic time of the process is of the order of
time, which is optimal for multiparticle aggregation.

At low initial super-saturation, the aggregation process is “eroded” in time, since binary collisions
prevail. Therefore, the fractional composition of the resulting dispersion is very heterogeneous.

Conclusions

The existence of the stage of the phenomenon of multiple coagulation with a high concentration of
nucleates in a supersaturated vapor-gas mixture has been experimentally confirmed. The results of
experimental studies are well interpreted from the theoretical considerations. It can be the basis of the
engineering methodology for calculating the operational parameters of the process. Especially, this
conclusion is important for the aggregation in dense disperse systems and optimization of this process in
order to create highly homogeneous stable nanodispersions.

The results of experimental studies of silicon dioxide desublimations confirmed the theoretical
conclusion about the presence of a stage of rapid formation of primary nucleates and a subsequent stage of
slow, diffusion-controlled growth of aggregates.
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YIBTPAJUCIIEPJIK YHTAK OHAIPYT'E APHAJIFAH
JAECYBJIHNMAINA 9AICIHICKE ACBIPY PEKUMIEPI

Annoramms. Makana necyOmuMaris dIiCiIMCH YIBTPA AUCTICPCTI YHTAKTAPABI Ay dIICIH 3CPTTCYTC apHAIFAH.
OKCHEPHMEHT OApPBICHIH JATEMIICPATY PAHBIH, KbICBIMHBIH >KOHE KAHBIFY JOPCIKECIHIH MPOIECC KHHETUKACHIHA KOHE
JUCTICPCUAHBIH MOIIICPi OOHBIHINA Tapany (PyHKIHACHHA 9CCP1 3CPTTCIAL.

KansiknaranOy-ra3 KOCIAChIHAA Hy KJICATTaPABIH KOFaPbl KOHIEHTPALMICH 0ap KOIIIe KOary LIyl KyObUIBICHI
KE3€HIHIH OO0JIybl 3KCIICPHMEHTANIBI PACTAIIbL. ATan aWTKAHJA, YJIKCH OAacTamkbl KAHBIFY KE3iHAC AMCTICPCHAIBIK
(hazaHbIH YMOPHOHIAPHIHEIH (MOHOMCPIICPiIHIH) KO CAHBI aNMapar KeJICMiHIH OipiiriHe Te3 TY3LICTIH Ke3Ae, Kem
06IIEKTI KAKTHIFBICTAP/BIH YJICCI YIKCH.

AnpiEFaH MomiMerTep OIpTEKTi (PPaKUMSIBIK Kypambl Oap TYpPakThl HAHOAMCICPCHSIAPABI KYpY YIUIH
arperanusUIbIK MPOUCCTCPIOIH PSKAMACPIH OHTAWIAHIBIPY KOHC CCCNTCYIIH HHKCHCPIIIK OICIH 93ipiaey YIIiH eTe
MAaHbI3bI OOJIYBI MYMKIH.

Tyiiin ce3aep: mecyOmmManus, yIsTPaAUCICPCHS, HAHOTUCTICPCHAIAP, 9MIC, HAHOYHTAKTAp, aca KAHBIFY, KOl
Oeik.
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PEXXUMBI PEAJINZAIIUNA METOJA JECYBJINMAIIUA
JJA MPOU3BOACTBA YJIBTPAAUCIIEPHOI'O TIOPOIIIKA

AnHoTamus.CTaThsd MOCBAMICHA UCCIICIOBAHAID METOAA MOIYHUCHHS YIBTPAIUCTICPCHBIX MOPOIIKOB COCOO0M
gecyommmanmu. B Xoae SKCIEpHMEHTOB OBLIO HCCICAOBAHO BIHAHHC TEMICPATYPBL, OABICHHA H CTCIICHH
MCPECHIICHAS HA KHHETHUKY TMpoUecca W (DYHKUHIO PACTPEACICHUSA AHUCTICPCHH MO pa3MepaM. CyLIeCTBOBAaHHE
CTaAHH SBJICHAS MHOXKCCTBCHHOH KOATYJLIMH C BBICOKOH KOHICHTPAIMCH HYKJICaTOB B IEPCCHILCHHOM
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HAYAJTHLHOM TCPCCHIICHHH, KOTAA OO0JBINOS KOIMYMCCTBO SMOPHOHOB (MOHOMCPOB) MHCICPCHOH (Da3sl OBICTPO
o0pas3yeTcs HAa SAMHHUIYY 00BEMA ANMapaTa, BKIAJ MHOTOUACTHYHBIX CTONKHOBCHHH BCTHK. [IOyUCHHBIC TAHHBIC
MOTYT OBITh OYEHDb BAKHBI At p33p36OTKI/I HHXCHCPHOTO MCTOAA pacCu€Ta MW ONTHMH3AIHWHA PCIKAMOB
arperauoOHHBIX MPOLCCCOB I CO3MAHNA CTAOMIBHBIX HAHOTUCTICPCHH C OTHOPOIHBIM (DPAKIHOHHBIM COCTABOM.

KmoueBsie  caoBa:zecyOnmmanus, — yIbTPAAUCTICPCHA,  HAHOAMCICPCHH,  METOA,  HAHONMOPOILKH,
CBCPXHACHIIICHUE, MHOTOYACTHIIA.
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