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OBTAINING AND STABILIZATION OF NANOSULFUR

Abstract. On the basis of sodium thiosulfate in the presence of sodium sulfite and solid organic acids — citric
and oxalic - sulfur nanoparticles were synthesized. By the method of spectrophotometry, it was shown that efficient
for the synthesis of sulfur is the using of the molar ratio of [Na,S,03]/[Na,SO;] 1:0.5 and of the catalyst is oxalic
acid. Nonionic polymer polyethylene glycol (PEG) was used for stabilizing sulfur particles. By methods of light
scattering, electron and light microscopy it is shown that the stabilizing effect of the polymer is achieved at a
concentration of 10”base-mol/L, and a further increasing of the concentration of PEG leads to aggregation processes.
The size of the obtained particles is determined on the Zetasizer Nano device. It was found that in the presence of
PEG concentrations of 10~ - 10 base-mol/L, the size of sulfur particles decreases from 321.8 nm to 259.1 nm and
270.4 nm, respectively.
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Interaction

With the development of industry, demand for elemental sulfur as raw material for many chemical
products is continuously increasing. There are various applications of sulfur nanoparticles in nowadays,
the most important fields of applications are: in electrochemistry, sulfur nanoparticle was used to enhance
the electrochemical activity of lithium batterythrough a solution-based technique; as catalysis, for
example, elemental sulfur nanoparticles can dramatically enhance the rate of Cr(VI) reduction; in medical
sphere, using of anticancer, antibacterial properties of sulfur nanoparticles significantly increasing too.

It is known that sodium thiosulfate in an acidic medium decomposes with the release of sulfur in a
finely dispersed state. The stability of the sulfur produced depends on the initial amounts of sodium
thiosulfate and acid. According to this method, we previously synthesized colloidal sulfur particles [5]. It
is shown that the size of the obtained colloidal sulfur particles increases from 250 nm to 4500 nm in 90
hours after the beginning of the experiment with some subsequent reduction. The increase in the particle
size s justified by the aggregation of sulfur particles, and the decrease by the stabilizing action of the acid.

Aggregation of sulfur particles is a completely expected phenomenon due to its high hydrophobicity.
Meanwhile, the preservation of the dispersion sulfur particles is very important in its practical use, since
the magnitude of its adsorption on the stems and leaves of plants, tissues of living organisms will be
determined by the specific surface of the powder particles. In this regard, the aim of the study is the
synthesis and stabilization of nanosulfur.

Experimental part

Synthesis of sulfur particles was carried out according to the procedure described in [5]. We use
solutions of sodium thiosulfate and sodium sulfite with a concentration of 0.001 mol / L. The use of such
low concentrations of starting reagents is due to the fact that the abundant formation of a sulfur precipitate
makes it difficult to measure the optical density of a sulfur suspension. Solid organic acids (SOA) were
used as a catalyst for the synthesis process: citric and oxalic.

For the synthesis on solid substrates glass and polyethylene plateswere used, which were washed in
distilled water and ethyl alcohol before using. Then the starting solutions of sodium thiosulfate and
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sodium sulfite (0.5 ml each) were mixed on the surface of the substrates, after 60 minutes the substrate
with the resulting sulfurwas washed with distilled water and air-dried.

To stabilize the synthesized sulfur in the solution volume, a solution of polyethylene glycol (PEG)
was introduced into the reaction mixture. The polymer solution was mixed with a solution of thiosulfate,
then a sulfite solution and solid acid crystals were added to the resulting mixture.

Results and discussion

The process of sulfur formation is accompanied by turbidity of the reaction mixture, so the most
convenient method for studying this process is spectrophotometry. Table 1 presents data on sulfur
synthesis using various molar ratios [Na,S,0;]/[Na,SO;] and two solid organic acids: citric and oxalic. As
can be seen from the table, the use of different ratios of the initial reagents causes significant differences
in the optical density of these systems: at [Na,;S,05]/[Na,SOs] equal to 1: 1, the optical density of the
mixture is in the range 0.08-0.12. When switching to a system with the ratio [Na,S,0;]/[Na,SO;] equal to
1: 0.5, the optical density increases significantly, so the initial reagents were used in the ratio 1: 0.5. In
addition, the data in Table 1 show that when usingoxalic acid as the catalyst for the reaction, the optical
density of the system is higher than in the presence of citric acid.

Tablel - Ratio of reagents for obtaining nanoparticles of sulfur

Ne Ratio Mass of citric acid, g Mass of oxalic acid, g D
of exp [Na,S,05]/ [Na,SOs]

1 1:1 0,2 - 0,08

2 1:1 - 0,2 0,12

3 1:0,5 0,2 - 0,36

4 1:0,5 - 0,2 0,40

The advantage of using solid organic acids for sulfur synthesis indicates the possibility of intensifying
the synthesis process by using solid substrates of various types. The results of experiments on the use of
plates of glass and polyethylene as substrates are shown in Fig. 1.

Figure 1 - Preparation of sulfur particles on the surface of glass (a) and polyethylene (b, ¢)
in the presence of oxalic (a, ¢) and citric (b) acids. Magnification: x1000
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As can be seen from Fig. la, on the surface of the glass the sulfur particles are in the form of large
aggregates. On the surface of the polymer material (Fig. 1b, ¢), the sulfur particles are distributed more
evenly. This difference in the distribution of sulfur particles on polymeric and inorganic materials can be
explained by the high affinity of hydrophobic sulfur to the polyethylene substrate. At the same time,
attention is drawn to the formation of an openwork mesh on the polymer when citric acid is used as a
catalyst. This probably can also be due to the different hydrophobicity of the SOA molecules: citric acid is
a tribasic acid, and oxalic is a dibasic acid.

Therefore, a more hydrophobic oxalic acid contributes to a more even distribution of sulfur particles
on the non-polar surface. Nevertheless, the absence of separate sulfur particles on the light microscopy
data indicates that the process of their aggravation has proceeded, which is a consequence of the high
hydrophobicity of the sulfur particles.

Various high- and low-molecular surfactants can be used to stabilize and modify sulfur particles [6-8].
The use of a high molecular weight compound - polyethylene glycol (PEG) as a stabilizer can be very
effective, since the -OH groups of the polymer can provide a high degree of Iyophilization to the treated
sulfur particles. The use of the PEG solution in the concentration range 10”°-107 base-mol /L (Figure 2)
showed that the polymer exerts a significant stabilizing effect on the system. If in the absence of PEG in
the reaction mixture a monotonic increase in the optical density is observed with time, then in the presence
of PEG, the optical density growth stops after 4-5 minutes after mixing the initial reagents, sodium
thiosulfate,and sodium sulfite. In this case, the optical density of the mixture (D) in the presence of a PEG
concentration of 10~ base-mol /L is much higher than when using a lower-concentration PEG solution -
10”base-mol / L, and increasing the concentration from 107 to 107, the base-mole / L does not show any
difference in the D values, which may be due to the achievement in the case of PEG use of a concentration
of 10”base-mole / L of the amount of polymer necessary to protect the sulfur particles from aggregation.
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Figure 2 - The change in the optical density of the sulfur suspension in time in the absence (1) and the presence of PEG
concentrations of 10°base-mol/1(2); 10°* base-mol/L (3) and 10 base-mol/L, (4)

The method of dynamic light scattering determines the size of the obtained sulfur particles. The
particle size distribution of the sulfur obtained in the absence and presence of PEG (Figure 3) shows that
the most probable particle size of sulfur without the addition of a stabilizer is 321.8 nm. Introduction to the
PEG system of concentration 10~ base-mol/Lleads to a reduction in particle size to 259.1 nm. In the case
of PEG, a concentration of 107 base.mole / L, the average particle size is 270.4 nm. Another difference in
the distribution curves in the absence and presence of PEG is the height and width of the peaks. If the
scattering intensity for sulfur particles in the absence of a stabilizer was 36%, then in the presence of a
polymer it rises to 48% and 41% in solutions with a PEG concentration of 10” and 10~ base-mol/L,
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respectively. In addition, the width of the peaks here is much less than in the case of an unstabilized sulfur
suspension, that is, in these mixtures, the particles are predominantly close in size to each other. From
these data, it follows that at a PEG concentration of 10-3 base-mol/L, a significant stabilizing effect is
achieved in the system. A further increase in the concentration of the polymer can cause the system to
become unstable due to flocculation processes as a result of hydrophobic interactions between the "loops"

and "tails" of adsorbed polymer macromolecules.
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Figure 3 - The size distribution curves of sulfur particles in the absence (a) and in the presence
of PEG concentrations of 10~ base-mol/L(b) and 10" base-mol/L (c)

C

— )] ——




ISSN 2224-5286 Cepusa xumuu u mexuonoeuu. Ne 5. 2018

In figure 4 shows electron microscopic images of sulfur particles obtained in the presence of various
concentrations of PEG. The smallest particles in the photographs are also observed at a PEG concentration
of 10~ base-mol/L.

€

Figure 4 - Electron microscopic images of sulfur particles obtained in the absence of (a, b) and in the presence of PEG
concentrations of 107 base-mol/L (¢); 10-4 mol /1 (d); 10~ base-mol/L () and 10 base-mol/L (f)

The electron microscopy data also confirm the assumption of the protective effect of PEG (Figure 4).
As can be seen from Fig. 4, the introduction of a solution of PEG into the reaction mixture decrease
particle size of sulfur. The stabilizing effect of a nonionic polymer-PEGmay be due to adsorption of
macromolecules by non-polar regions on the surface of sulfur particles. In this case, the polar functional
groups of the polymer will be turned into a solution, imparting hydrophilicity to the sulfur particles.
However, one should take into account the need to select a sufficient polymer concentration for the
stabilization of dispersed particles. The lack of polymer cannot provide complete protection of particles
from sticking, and excess leads to aggregation. At the same time, it should be noted that, in order to
intensify the stabilization processes, it is probably necessary to study the kinetics of the process.

Conclusion

On the basis of sodium thiosulfate and sodium sulfite in the presence of solid organic acids - citric
and oxalic - sulfur nanoparticles have been synthesized. Comparison of the effect of catalysts shows that
the use of oxalic acid is more effective for the synthesis of sulfur. To stabilize the sulfur nanoparticles was
used a nonionic polymer, polyethylene glycol. It is shown that the stabilizing effect of the polymer is
achieved at a concentration of 10~°base-mol/L. The size of the particles obtained is determined by light
scattering. It was found that in the presence of PEG with concentrations 10” tol10™ base-mole /LI, the
particle size of sulfur decreases from 321.8 nm to 259.1 nm and 270.4 nm, respectively.
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M.IK. KancaMeTl, C.M. ToxiGaenal, ®.X. YpaKaeBz, Bb.M. YpanﬁeKOBl, M.M. BYpKiTﬁaeBl, H.B. Baumiosa’

Lan-Mapa6u Kazak yITTEIK yEEBepenTeTi, KazakeTam,
*Peceit YITTHIK akaaeMusichHBIH Cibip 6emiMinig B.C. CoGoeB aThIHAAFH TEONOT TS JKaHe MIUHEPATOTHS MHCTUTY THL, Peceit

HAHOKYKIPTTI AJIY ZKOHE TYPAKTAH/JBIPY

Annortarus. Hatpuit THocymbatsl HET3iHAe HATPUN CYIHLPUTH KoHE KATTHl OPraHUKATBIK KBITIKBIIIAD — TMMOH JKoHE
KBIMBI3JIBIK, KBIMTIKBUIAAPHI - KaTHICYBIMEH KYKIPTTIH HanoGemmekTepl cuHTe3aenreH. CrekTpodoTo-MeTpus 9ficiMeH KYKIPTTI
cunTesaey ynnH [Na2S203)/[Na2SO3] 1:0.5 MonbJik apakaTbHACHH KdHE KaTalu3aTop PeTiHAE KHIMBI3IBIK KHITIKHUTHIH
madfianany JpH THIMJIUTCT KepceTural. KyKIpTTi TypakTaHAplpy YIIH HOHABIK eMec IMoInMep - momdTwieHrTukons (11000
TagaIbHARL. CayleHl MIAambIpaTy, SACKTPOHABIK MUKPOCKOIHS JKOHE CAyJle MHUKPOCKOIIIICHL JJIiCTEpPIMEH ITOIMMEPIiH
TYPaKTaHJBIPY dpeKeTi OHbIH 10-3 Heri3-MoIb/T KOHITCHTPAIVSICHIH/IA ICKe acaThIH/BIFDL, all KOHITEHTPAIVSHEL OJTaH 9p1 YIIFaluTy
arperaipisUIbIK, y/epicTepre amapaThIHABEB KepceTini. Zetasizer Nano KYpPBUIBIFBICHIHAA aIbIHFAH OGOMIMEKTEPAIH OIITeMi
anpIKTan el Konmenrparmsicer 10-3 - 10-2 Heriz-moms/1 [I01 kaTeichHAa KYKipT GommiekTepiniy ommemi 321,8 um-1en 259,1 HM
wKaHe 270,4 HM-Te JetiH ToMeH-IeHTIHAITT KOPCETUI].

Tyiiin ce3mep: KYKipT, HAHOGOIIIEKTED, TYPAKTAHBIPY, TTOTU3THICHTIIUKOb.
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TTOJIYYHEHUE U CTABMJIN3ALIUA HAHOCEPDBI

Annoranust. Ha ocHoBe THOCyibdaTa HaTpusl B IPUCYTCTBUM CYIbQUTa HATPUS U TBEP/BIX OPraHMYECKUX KHUCIOT —
JIMMOHHOM U IIABENEBOI - CHHTE3UPOBAHBl HAHOYACTHUIIBI CePhl. MeToIoM CIIEKTPOdOTOMETPHHU TI0Ka3aHO, YTO 3 (eKTUBHBIM
JUISI CHHTE3a Cephl SBIISIETCS] HCTIONB30BAHNE MOJIBHOTO COOTHOMIEHUS [Na,S,0;]/[Na,SOs] 1:0,5 u karamsatopa - maBeneBoit
KUCTIOTHL.

JIimst craGwim3aiiuy cepbl UCIIONB30BAIM HEMOHHBIA TTonuMep HonmsTiwieHrmkonb (11917). Merojamu cBeTo-paccesHus,
SIIEKTPOHHOH M CBETOBOH MHKPOCKOIIMU IIOKA3aHO, YTO cTaCWIM3Upylomee JeficTBHe IIONMMepa JIOCTU-TaeTcsl IIpU
KOHIICHTpAI X 1073 OCHOBO-MOTIH/TI, a JalbHelTee yBenmueHne koHmenTparmy 1101 BefieT Kk arpera-nmoHBIM TiporieccaM. Ha
npuGope Zetasizer Nano olpe/ielieH pa3Mep TIOTyYeHHbIX YaCTHII. Y CTAHOBIIEHO, YTO B IpHcy TeTBuu 1101 koHneHTparmu 107 -
107 0CHOBO-MOIB/T pa3Mep YACTHIL Cepbl yMeHbIaeTcs oT 321,8 HM 10 259,1 HM 1 270,4 HM COOTBETCTBEHHO.

KiroueBble ci1oBa: cepa, HAHOUACTHITBL, CTAOUITH3AITMSL, TTOTU3 THICHI TTHKOIb.
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