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INFLUENCE OF SULFUR CONTENT AS A PART OF A COMPOSITE
ELECTRODE ON ITS ELECTROCHEMICAL SOLUBILIZING
AT ELECTROLYSIS BY ALTERNATING CURRENT

Abstract. The studies at polarization of alternating current of the electroconductive sulfur-graphite electrode
with various ratio of sulfur 30+70% (masses) and graphite in a composite electrode are presented. The influence of
main parameters of electrolysis: densities of current, concentration, temperature of electrolyte, electrolysis duration
on sulfur electro dissolution are considered. The method of production of the electroconductive composite sulfur-
graphite electrode is developed. The maximum electrochemical activity of sulfur is reached at a ratio of sulfur and
graphite in an electrode of 50-65% and 35-50% respectively.
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Introduction. Recently, due to the development of the oil processing industry and the intensifying
ecological situation, it is grown a matter of utilization of sulfur-containing waste of the refineries and
demand for the study of a possibility of effective oil waste recycling for the purpose of obtaining of the
sulfur compounds. In this regard, the problem of technogenic sulfur application is very relevant as the
amount of the stored sulfur annually increases in our country [1, 2]. As the main solution of this problem,
it will be a study of electrochemical properties of elementary sulfur in water solutions under the action of
alternating current and application of electrochemical methods of processing of sulfur-containing waste
along with traditional approaches.

The purpose of this work is the establishment of the influence of content of sulfur as a part of a
composite electrode on its electrochemical solubilizing at electrolysis by alternating current, regularities
and optimum conditions of electrochemical solubilizing of sulfur at polarization by alternating current
depending on various factors.

Methods. For the purpose of studying of the electrochemical behavior of sulfur, the method of
production of an operational electroconductive sulfur and graphite electrode were developed [3]. Produc-
tion of a composite sulfur and graphite electrode provide to the sulfur that is poorly carrying electric
current, electrochemical activity where sulfur is as the main reagent and cementing material for coupling
of disperse particles of powder of graphite, and graphite attaches to the electrode high electroconductive
properties [4].

The porosity and conductivity of a sulfur and graphite clectrode depend on a percentage ratio of
sulfur and graphite. Due to this fact, we have conducted rescarches at the polarization of alternating
current of the electroconductive sulfur--graphite electrode with various ratio of sulfur and graphite in a
composite electrode.

Experiments were provided in the alkaline medium at a room temperature with a titanic wire elec-
trode with a working surface 2-10° m® and a sulfur and graphite composite electrode, the content of sulfur




ISSN 1991-3494 M 3. 2018

in which changed 30 + 70 %. The optimum density of current on a titanic electrode investigated by us
before [5] was 60 kA/m?.

Results and discussions. Results on application of admissible density of current at various content of
sulfur in the sulfur - graphite electrode are shown in table 1. For comparison, as well as values of admis-
sible density of current at the polarization of an ¢lectrode by a direct current are presented.

Table 1 — Admissible densities of current at the electrode polarization by various sulfur content

Raltio &L ullurand grEphits, 30:70 40:60 45:55 50:50 60:40 65:35 70:30
mass, %
{aamissible, A/m? (alternating 100 — 100 —
s 100700 | jo0 1000 | 100-900 | 100-800 | 100-600 | 40125
acmissible A/MC (direct current) 50-400 | 50-500 |50-400 | 50-300 | 50-250 | 50-150 | 50-100

It should be noted that electrochemical solubilization of sulfur at polarization by direct current
proceeds at a voltage of 12-15 V and above, and at polarization by alternating current — at 6,0-8,0 V.
These data demonstrate that at solubilization of sulfur under the influence of alternating current the
expense of the electric energy decreases about twice.

As a result of electrolysis, it is established that sulfur has electrochemical activity, there is involved
its oxidation with the formation of sulfite ions and reduction with formation polysulfide ions on the
following reactions respectively:

S° + 60H -4¢” — SO;* + 3H,0 E°=-0,657B (D
nS°+2¢— S, E°=-0,5B )

The study of influence of densities of current on the sulfur - graphite electrode (table 2) containing
various amount of sulfur has shown that at the content of sulfur in an electrode from 30 to 65% the
interval of optimum density of current equal to 250-350 A/m” as further increase the density of current
leads to noticeable reduction formation of sulfite ions which make oneself understood by decrease in a
share of reaction of oxygen precipitation. In research area of densities of current, the maximum current
output on formation sulfite ions equals to 142-256%.

High content of sulfur in an electrode (70%) does not allow for the carrying out electrolysis at rather
high values of current density. At that the working interval of current density of electrolysis much taper
away (table 2) which was 40-125 A/m’ that is possible to explain by the decreasing of electric conduc-
tance of an electrode, at the same time the current output size of sulfite ions formation relative to the lowly
and doesn't exceed 83,3%.

Table 2 — Values of current output of formation sulfite ions in dependence from current density on a sulfur-graphite electrode
(ir; = 60 KA/M?, Cyaon = 2 mol/l, t =30 °C, 1=0,5 h)

Sulfur content Current density, A/m?
in electrode (S:C), % 100 150 200 250 300 350 400
30:70 20,8 32,5 63,8 90,1 105,7 101,9 75,3
40:60 314 50,0 92,5 142.8 1800 160.5 1012
45:55 30,5 100,8 145,7 2013 2132 1834 95,5
50:50 50,2 175,1 2404 250.1 256,2 225.6 1454
60:40 92,5 127.3 1652 192,3 207.5 187.4 150,0
65:35 15,1 60,0 115,0 1452 156,3 142,5 85,3
Sulfur content in electrode Current density, A/m’
(8:C), % 40 60 80 100 115 120 125
70:30 29,8 37,5 51,1 56,5 76,2 81.4 83,3
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At the densities of current more than 125 A/m’, the electrode containing 70% of sulfur completely is
passivitied. This electrochemical behavior of sulfur would be expected, based on physicochemical
properties of sulfur, in particular, the fact that elementary sulfur is very bad conductor of electric current.

Results of researches of the influence of concentration of sodium hydroxide on current output of
current sulfite ions formation are shown in Table 3. At the content of sulfur in the electrode 30+70%
current output of sulfite ions formation by increasing in the concentration of NaOH from 1 to 6 mol/l is
decreased that likely, make oneself understood by reduction in the rate of electrochemical process because
of increase in an excess voltage of the main electrochemical reaction.

Table 3 — Current outputs of sulfite ions formation in dependence from concentration of sodium hydroxide
(i; = 60 KA/M?, i, = 300 A/m?, t= 30°C)

Sulfur content in electrode Concentration of NaOH, mol/l
(8:0), % 1 2 3 4 5 6

30:70 150,0 105,7 90,0 75,2 62,5 55,0
40:60 2253 180,0 152,5 128.,9 1054 80,7
45:55 2402 2132 180,0 165,0 139,5 1157
50:50 255,1 256,2 250,8 2304 205,9 160.5
60:40 2104 207,5 200,0 180,8 160,2 152.5
65:35 166,7 156,3 1354 1250 1023 86,7

70:30* 1559 56,5 30,7 254 19,7 14,3

*Electrolysis were carried out at current density iy, = 100 A/m?, other conditions are analogous.

Special interest had the electrolyte temperature research on sulfur electrosolubilizing as from
literature it is known that with temperature increase its reactionary ability should increase.

Influence of temperature on a current output of a product formation in dependence on the sulfur
content an electrode is presented in table 4.

Table 4 — Values of current output on sulfite ions formation in depending on temperature
(iry = 60 KA/, is. = 300 A/m?, Crgon= 2 mol/l)

Sulfur content in electrode Temperature, °C

(8:0),% 20 30 40 50 60 70
30:70 125.0 1057 82,5 63,9 38,7 25,0
40:60 2125 180,0 165,0 137.3 1187 90,2
45:55 174.8 2132 1987 148.9 1153 75,0
50:50 250,1 2562 2249 1856 1500 1204
60:40 2375 2075 175,0 1402 112.5 77.5
65:35 190.8 156.3 132,35 1100 83,9 63,1
70:30* 254 56,5 115,0 170.3 2250 280,7

By analyzing experimental data it is assumed, that at the sulfur content in an electrode of 30-65%
with growth of temperature is observed a decrease in current output on sulfite ions formation. At
concentration of sodium hydroxide more than 4 M and temperatures over 60°C obtained values the current
output on sulfite ions formation is decreased that is explained by the formation of polysulfide sulfur in
solution due to solubilizing on the mechanism of disproportionation (3):

2nS° + 60H — S,0,> +28,.,% + 3H,0. (3)

At the content of 70% of sulfur with current output on sulfite ions formation rectilinearly increases in
an electrode. It is established that with the increase in duration of electrolysis from 10 to 60 minutes, a
current output on sulfite ions formation decreases irrespective of the content of sulfur in electroconductive
sulfur-graphite electrode, that is explained by course of the course secondary process proceeding on it
(table 5).
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Table 5 — Current output on sulfite ions formation depending on electrolysis duration
(iry = 60 KA/, is. = 300 A/m?, Craon= 2 mol/l)

Sulfur content in electrode Elesirel ysisdyration, min

(5:€), % 10 20 30 40 50 60
30:70 49,8 82,5 105,7 90,3 75,0 52,1
40:60 100,0 167.5 180,0 169,8 140,2 110,0
45:55 151,0 201,1 2132 1987 1604 1153
50:50 3253 265,3 256,2 2153 1750 1356
60:40 462.5 301,2 207,5 110,7 90,3 40,7
65:35 2252 194,0 156,3 1250 80,7 50,0
70:30* 190,7 79.6 56,5 44,5 28,1 24,3

Based on the obtained results, it is established that the optimum sulfur content in the electrode is
located in the range of 30-70%, since at a sulfur content of less than 30%, the ¢lectrode has a low strength,
and when the sulfur exceeds 70%, a sharp increase in the electrical resistivity of the electrode occurs.

Conclusion. Thus, experimentally, it was established that the maximum electrochemical activity of
sulfur is achieved by a ratio of sulfur and graphite of 50-65% and 35-50%, respectively [6].This ratio of
sulfur and graphite in the electrode allows for its use in electrolysis for the synthesis of sodium sulfite. The
effect of the main electrolysis parameters on the electrical dissolution of sulfur was studied. It is estab-
lished that by increasing of the sulfur content in the electrode, the mechanism of the processes course
changes. When sulfur is used as the active material of the electrode, difficulties arise because of the low
electronic conductivity of sulfur. Tests of various materials showed that graphite is the most resistant,
good electronic conductivity and the ability to form conductive frames. When introducing graphite powder
into the composition of the active mass, a good current supply and uniformity of current distribution
throughout the electrode are provided due to the large contact surface of the sulfur with graphite. Due to
the high specific surface area of the phases, the use of a composite electroconductive sulfur-graphite
clectrode allows obtaining high speeds of the processes taking place on it. The above mentioned results
indicate a high activity of sulfur-containing electrodes and the prospects of their application in the
electrolysis at polarization with alternating current for the synthesis of various sulfur compounds.
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AVHBIMAJIBI TOKIEH SJEKTPOJIM3I KE3IHAELT DJIEKTPOXAMUAJIBIK EPYIHE
KOMIO3UIHUOHABI JIEKTPOATHIH KYPAMBIHJIAYBI KYKIPT MOJIIIEPIHIH 9CEPI

Annortamust. JKympIcTa cinTim opraza eHIIPICTIK aHHBIMAIBI TOKICH IOJBIPHU3AIILIIAY KE3ACTi apHAHbI KOH-
CTPYKIHUSUIBI 3JCKTPOIBIHBIH KYPAMBIHAAFBI KYKIPT MemepiHi (30-70 %) ocepiH OHBIH 3ICKTPOXUMISLIBIK CPYiHE
3epTTeyAiH HOTIKeNepi OepinreH. KykipTTiH epy YpAiCIHE TOK TBHIFBI3ABIFDBI, JIICKTPONHTTIH TEMIIEPATyPACH,
3EKTPOIN3 Y3AKTHIFBIHBIH dCEpIepl KapacTeIpbutFaH. KykipT-rpauT 3MeKTPOABIHBIH ’KACAy TOCIII YCHIHBLLIbI KIHE
apHAifbl KOHCTPYKIISIIBI JICKTPOABIHBIH KYPAMBIHIAFEI KYKIPT NeH rpadur memmepini 50-65 % xone 35-50 %
ColikeciHme OOMFaHAA KYKIPTTIH MAKCHMAIIBI JJICKTPOXAMISIIBIK AKTHBTLTIKKS HE O0TATHIHBI AHBIKTAJIIBL.

Tylin ce3aep: KYKIpT, KYKIipT-Tpa@uTTi 3JIEKTPO, JNEKTPOTKI3NMTIK, JIEKTPOTOTHIFY-TOTHIKCHI3IAHY,
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BJIMAHUE COAEPKAHHUS CEPBI B COCTABE KOMITIO3UMIIMOHHOTI'O 3JIEKTPOJA
HA EE JJIEKTPOXUMHNYECKOE PACTBOPEHHME IIPU 3JEKTPOJIM3E NEPEMEHHBIM TOKOM

AnnoTtamus. B pabote mpoBeacHBI HCCIEA0BAHMUS MIPH MOIPU3ALMH MIEPEMEHHOTO TOKA 3JICKTPOIPOBOIHOTO
cepa-TpaUTOBOTO IICKTPOAA C PasAMIHBIM COOTHOmEHHEM cepsl 30 mo 70 % (Macc.) w rpadura B KOMIIO3H-
IUOHHOM 3JEKTPOAe. PACCMOTPEHO BIMAHUE OCHOBHBIX MAPAMETPOB 3JICKTPOIN3A: INIOTHOCTH TOKA, KOHICHTPALHH,
TEMIIEPATYPbI AMEKTPOIMTA, MPOAODKHTEIFHOCTH 3JICKTPOIM3A HA 3JIEKTPOpacTBOpeHue cepsl. Pa3paboran cmocod
H3TOTOBJICHUS 3JICKTPOIPOBOIHOTO KOMITO3MIHOHHOTO CEpa-rpa()UTOBOTO 3JEKTPOAA. YCTAHOBICHO, YTO MAKCH-
MAaJIbHAS 3NMEKTPOXUMHIUCCKAST AKTHBHOCTH CEPBI TOCTUTACTCS IIPH COOTHOIICHUH CEPBI B rpadmra B 3nekrpoae 50-65
% m 35-50 % COOTBETCTBEHHO.

KimoueBbie cioBa: cepa, cepo-TpaMTOBBI JIEKTPO, HNEKTPOIPOBOIHOCTD, NCKTPOOKHUCICHHE-BOCCTAHOB-
JICHHE, 3JCKTPOPACTBOPEHUE.
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