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CATHODE RESTORATION OF SELONIUM ANIONS WITH
THE FORMATION OF ITS POWDERS

Abstract. The article shows the possibility of obtaining selenium powders by cathodic reduction of its anions in
acidic and alkaline solutions. It has been established that in alkaline medium it is impossible to obtain selenium
powders by reducing selenite ions. However, it is shown that selenium powders can be obtained by cathodic
reduction of these ions in a sulfate medium.The main results of the conducted research are the production of
selenium powders by cathodic reduction of “hardly recoverable”, and cathode “non-renewable” selenite-ions and
determination of the regularities of this process.

It has been shown for the first time that in sulfate solutions in the presence of titanium (IV) ions by cathodic
reduction of selenite-ions, selenium powders can be obtained. The effect of the concentration of titanium (IV) ions,
selenite-ions, and cathode current density on the formation of selenium powders was studied.It has been established
that in the absence of titanium (IV) ions, selenium powders are not formed, and at their concentration equal to 5.0 g/1,
the current yield for selenium powder formation reaches 70%. It has been proven that titanium (IV) ions have a
catalytic effect on the cathode formation of selenium powders. It is shown that the formation of selenium powders
proceeds in two stages, i.e. consists of an electrochemical and chemical reaction, namely, tetravalent titanium is
reduced at the cathode to the trivalent state.It has been established that the titanium (III) ions formed in this case
interact in the cathode space with selenium (VI) anions, reducing them to elemental selenium as an ultrafine powder.

It is shown that an increase in the current density at the cathode leads to a decrease in the current efficiency for
the formation of selenium powders. With an increase in the concentration of selenite-ions, the yield of selenium
powders increases.It is established that with selenium (VI) concentration equal to 10.0 g/, the yield of selenium
powder formation is 68.1%, and at 30 g/l - 94.9%.The shapes and sizes of the obtained selenium powders were
determined using an electron microscope.

Keywords: selenium powder, selenite and selenate ions, sulphuric acid, electrolysis, cathode, current output.

Introduction. The electrochemical properties of selenium ions in aqueous media are studied in detail
[1-10].

Selenium powders can be obtained by the reduction of selenium ions with sulfur dioxide [11]:

stCO3 + 2S02 + HzO — Sei + 2stO4 (l)

Sulfur dioxide (SO,) is a toxic gas so this method is not widespread.

In our first study, we considered the possibility of obtaining selenium powders by the reduction of
tetravalent selenium ions in an alkaline medium. According to the literature, selenite ions can be reduced
according to the following cathodic reactions in an alkaline medium [12, 13]:

Se0;” + 3H,0 + 4e — Se° + 6 OH ()
Se0;” + 3H,0 + 6e — Se* + 6 OH (3)

From the literature, the newly formed element reacts with hydroxide ions at the moment, and a
disproportion reaction occurs [14]:

3Se® + 60H — 2 Se” + SeOs” + 3H,0 4)

According to these data, selenite ions can be reduced at one stage simultaneously to selenide-ions or
elemental selenium.
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Procedure of work execution. In our initial studies, electrolysis was carried out in a solution
containing 15 g/l of selenium (IV) ions and 40 g/l of NaOH. The electrolysis was carried out by a 100 ml
electrolyzer and an unseparatedintereclectrode space. Titanium was used as a cathode, non-oxidizable iron
electrodes (IX18H10T) were used as an anode.

The results of electrolysis at a current density of 50-350 A/m” on the electrodes showed that selenium
powders did not form at the cathode, mainly the formation of red-brown polyselenide-ions.

The restoration of the cathode in an alkaline medium by six valence selenate ions (SeO42') was also
investigated. The electrolysis results show that this ion is not recovered.There was no formation of
selenium powders in the cathode, and the color change of the electrolyte did not occur in the cathode
space.

Since the main goal of our research is the production of selenium powders, we did not consider it
necessary to continue research further.

Subsequent studies of selenium powders were carried out in a solution containing sulfuric acid and
tetravalent selenite-ions.Our preliminary studies have shown that selenium powders are formed on the
cathode in an acidic environment.

The presented studies were carried out in the above-mentioned electrolyzer only when using a
graphite electrode as an anode.Our subsequent studies showed that cathodic reduction of hexavalent
selenium ions (SeO*>) does not occur in a solution with sulfuric acid, and adding titanium (IV) ions to the
electrolyte, it was found that the formation of ultrafine selenium powders takes place at high speed.

Theoretical. According to the literature, hexavalent selenium ions can be reduced by strong reducing
agents only in alkaline media at temperatures above 200 °© C and only at high pressures. Hydrogen,
sulfides, elemental sulfur or organic reducing agents are used as reducing agents.[11-13]. In acidic
environments by boiling the selenium ion to the tetravalent state in concentrated hydrochloric acid, and
then gaseous sulfur dioxide restores to the elemental state. In this case, the recovery of six valence
selenium ions occurs in two stages[11]. These processes significantly aggravate the working
condition.Since this is a very complex process, the above steps are not available for the production of
elemental selenium from six valence selenium ions.

However, the selenate ions with an octahedral shape are surrounded by oxygen atoms (shielded) that
cannot penetrate into the double electrode layer on the cathode surface, which leads to kinetic difficulties.
Information on the non-recoverability of selenate ions in the cathode is given in the literature.[1, 11-13].

From the point of view of thermodynamics, selenate ions should be restored at the cathode, and their
standard potentials are given below:

Se0,*" + 3H" + 2e — HSeO; + H,0O E°=+1.075V (5)
HSeO; + 5H' + 4e — Se + 3H,0 E°=+0.77V (6)
Se0,” + 8H" + 6e — Se + H,0 E°=+0.877 V (7)

The current output for the formation of selenium powder is determined depending on its weight.
During electrolysis, the formation of red was found dispersed amorphous selenium on the surface and area
of the cathode.

The effect of the concentration of sulfuric acid and titanium (IV) ions, as well as the effect of the
current density of cathode electrodes in the solution on the current output for the formation of selenium
powders was investigated.

Experimental. The results of the study showed that tetravalent titanium ions have a significant effect
on the current efficiency of the direct reduction of selenium powder with selenate ions.For example, when
the current density on the cathode electrode is 100 A/m* and the concentration of titanium in the solution
is 2.5 g/l, then the current for the formation of selenium powder will be 44.1%, at 5.0 g/l - 68.5%, and at
10 g/l will be equal to 79.8%. Table 1 shows the effect of current density on the current output of selenium
powder.

— 26 ——
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Table 1 -Influence of titanium (IV) ions present in the solution on the formation of selenium powders:
Se (IV) = 10 g/1, H,SO, — 100 g/1, i, = 100 A/m?, t = 1 hour

Ti (IV), g/l 0.5 1.0 2.5 5.0 7.5 10.0
Current output, % 209 30.5 44.1 68.5 72.1 79.8

If we take into account that the value of selenium ions (VI) is lower than the value of the limiting
current - at 100 A/m* completely restores selenium powders. This phenomenon indicates that selenium
(VI) ions are not restored on the cathode surface in a direct way, and their recovery occurs with the help of
intermediate titanium (III) ions.Consequently, titanium (I'V) ions can be reduced to three valence states at
the cathode, and then the subsequent reduction of the selenite-ions to selenium powder is observed.

With an increase in the concentration of sulfuric acid in the solution (in the presence of titanium ions),
a slight decrease in the current yield of selenium powder is observed.

The increase in cathode current density leads to a decrease in the current for the formation of
selenium powders (Fig. 1), this phenomenon can be explained by an increase in the proportion of
hydrogen gas in the cathode layer, and it can be traced by the smell of hydrogen sulfide at high cathode
densities. However, it was found that when the cathode current density is 50-175 A/m’ and the
concentration of selenium (VI) ions exceeds 10 g/, the formation of hydrogen gas does not occur.

current yield, %

100 4

0 100 150 200 250 300 i, K A/M?
Se (VI) - 10 g/l, H,S0, - 100 /L, Ti (IV) - 5 g/1

Figure 1 —The effect of cathode current density on the current output for the formation of selenium powder

Changes in the concentration of selenium ions in solution have a significant effect on the current
efficiency of the formation of selenium powder at the cathode. For example, while the current density is
100 A/m” and the concentration of selenium ions is 5 g/l, the current efficiency will be 45.5%, and at 10
g/l it will be 68.1%, at 30 g/l it will be 94.9%. Figure 2 shows the effect of the current density on the

titanium cathode on the current efficiency for the formation of selenium powder.
current yield, %

100 4

Se (VD). r/n

0 5 10 15 20 25 30
Ti (VI) - 5.0 g/l, i, — 100 g/1, H,SO, — 100 g/l

Figure 2 — The effect of the concentration of selenium (VI) ions in solution
on the current output for the formation of selenium powders




News of the Academy of sciences of the Republic of Kazakhstan

The aforementioned research results show that in the presence of titanium (IV) ions in solution,
hexavalent selenium ions cause a direct reduction of their own powders.This phenomenon can be
explained by the catalytic effect of the Ti (IV) —Ti (III) redox system.

Tetravalent titanium ions are reduced at the cathode to trivalent:

TiO* + e +2H" — Ti " + H,0 E°=-0,04V ®)

According to the literature [15], the standard potential of the Se (VI) -Se system is +0.86 V, and Ti
(IV) -Ti (I11) is +0.04 V.

Titanium (III) ions react with selenite-ions in the cathode region, and as a result of the redox reaction,
selenium powder is formed:

6Ti*" + Se0,” + 2H,0 — Se° + 6TiO*" + 4H" 9)

As a result, tetravalent titanium ions are regenerated, then they are re-reduced at the cathode to the
trivalent state and restore selenium (VI) ions in the cathode region. This process is repeated
cyclically. Therefore, in this case, the reduction of selenate ions to selenium powders is a catalytic process.
In our earlier works, we mentioned that titanium (IV) ions act as a catalyst in the formation of copper
powders.[16-22].

The shape and size of selenium powder obtained by electrolysis were obtained using electron
microscopy (JSM-6610 LV).The results of the study showed the formation of selenium powder in its
mostly round shape, not exceeding 1-2 microns in size. No significant changes are observed in the shape
and size of selenium powders formed on the cathode at a current density in the range of 100-150 A/m’.

SEl 20kV WD11mm SS20 x30,000 0.5um SEl  20kV WD11mm SS20 x10,000 1pm
Sample 10797 28 Mar 2019 Sample 10799 28 Mar 2019

SElI  20kV WD12mm S§S520 x10,000 1pm —_— SEl  20kV WD12Zmm  SS20 x25,000 1pm
Sample 10814 28 Mar 2019 Sample 10813 28 Mar 2019

b b’

Se (VI) — 10g/1, H,SO4 — 100 g/l, Ti (IV) — 5.0 /1, T =1hour
a, a -i=100 A/m?; b, b - i=150 A/m>

Figure 3 — Micrographs of selenium powder obtained by reducing selenate ions
at the cathode in the presence of titanium (IV) ions

— 28 ——
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In conclusion, we showed for the first time that selenium ions “non-reducible” at the cathode are
reduced in the presence of titanium (IV) ions, and we also obtained pink amorphous selenium powder.
Titanium (IV) ions have been shown to have a catalytic effect. Under optimal conditions, it was found that
the current for the formation of selenium powder exceeds 90%.

00X 541
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CEJIEH AHUOHJIAPBIH KATOATA TOTBIKCBI3JAH/IBIPY APKBIJIbI
OHbIH YHTAKTAPBIH AJTY

AHHOTauMA. Makanaga KbpIIIKBUIAB! JKOHE CUITUII epiTiHAUIepAe celieH aHMOHJAPhIH KaTOATH TOTHIKCHI3IAaH-
JIBIPY apKbUIbl CEJIEH YHTAKTapblH ajly MYMKIHIIUTIKTEpi kepcetinred. CiITili opTaja CelleHUT-UOHAAPBIH TOTHIK-
CBI3JIAHIBIPY apPKBUIbI CEJIEH YHTAaKTapbhlH alyra OONMaWTBHIHIBIFEI KepceTuireH. Al 00ipak Oyl MOHAApHbl KYKipT
KBIIIKBUIBI  €PITIHAICIHAE KATOATHI TOTHIKCHI3NAHABIPY apKbUIBI CEJICH YHTAKTapbhIH ayFa OOJATBIHIBIFBI
aHbIKTaFad. JKYpri3ireH FeUIBIMH 3€pPTTEYNEPiH HETi3ri HOTW)KEJEepiHAe KUBIH TOTBHIKCHI3NAHATHIH, all KaTOATHI
«TOTBIKCBI3IAHOANTHIH» CEIICHAT-UOHAAPHIH KATOATHI TOTHIKCBHI3JAHIBIPY AapKBUIBI CEJICH YHTAKTapbhlH —airy
MYMKIHIIUTIKTEpPi KOPCETUTiN, OyJI IPOLECTIH 3aHIbIIBIKTAPH] aHBIKTAJIFaH.

AnFamr peT ceJeHaT-MOHIAPBIH KYKIPT KBIIIKBUIBL epitiHmiciage tutad (IV) moHmapbl KaTBHICBIHAA KAaTOATHI
TOTBIKCBI3IAH/IBIPBIIT CEJICH YHTAKTAPBIH alyFa 00JIaThIH/AbIFbI KopceTiireH. CelleH YHTaKTapbIHBIH TY31Ty MpOIeCciHe
tutad (IV) HOHAAPBIHBIH, CENEHAT-HOHIAPHIHBIH KOHIICHTPALUSIIAPBIHBIH, KATOATAFbl TOK THIFBI3BIFBIHBIH dcepi
seprrenmi. Turad (IV) HOHAAPHI KATHICHIHCHI3 CEJICH YHTAKTApPBIHBIH TY3LIMEHTIHIIr, aa OHBIH Meuepi 5,0 /i
OoiFaH/ia CeleH YHTAKTapBIHBIH TY3UTyiHIH TOK OOWbIHINA IIBIFBIMBI 70 %-Ke KaKbIHAAWTBIHABIFBI AHBIKTAJIIHI.
CeneH yHTarblHBIH KaTOATHI Ty3utyiHae tuTtaH (IV) HOHIApBIHBIH KaTaTUTHKAJBIK ocep KOPCETETiHAIriHe Ke3
seTkiziai. CeneH YHTaKTapbIHBIH TY31Tyi €Ki CTaqusa, SFHUA 3JIEKTPOXUMHUSUIIBIK KOHE XUMUSIIBIK peakuusuiapaaH
KypajaTbIHbl aHBIKTaAAbL. Jlomipek alTaThiH 0O0JIcak, KaToATa TOPT BAJCHTTI THUTAH YVII BaJCHTTIrE ACHiH
TOTBIKCBI3JIAHBIT, KaTox ayMarbiHma ceneH (VI) HMOHAApBIH 3JEMEHTTI YIBTPAIUCIEpPCTI YHTAK TYpiHE ACHiH
TOTBIKCHI3IaH ILIPATHIH IBIFBI AHBIKTAIIBL.

Karonrarbl TOK THIFBI3IBIFBIHBIH ©CYi, CEJCH YHTaKTapbIHBIH TY3UIyiHiH TOK OOHBIHIIA IIBIFBIMBIH
TOMEHJICTETIHAITT KepceTuImi. ANTHl BaJICHTTI CelleHAT-HOHIAPBIHBIH KOHIIEHTPAIMSCHIHBIH OCYiMEH, CelleH
YHTaKTapbIHBIH TY31TyiHiH TOK OOWBIHINA IIBIFBIMBIHBIH OCETIHITI aHBIKTaNAbl. CelleH YHTaKTapbIHBIH TY3UTYiHIH
TOK OofiprHmIa mBIFRIMBL ceneHHiH (V) kornenTpammsce 10,0 r/n 6onranna — 68,1 % 6onca, ax 30 r/a-ne — 94,9 %
TeH OOJaTBIHIBIFBl KOPCETIIII.

AJIBIHFaH CeJIeH YHTAKTapbIHbIH pa3Mepi MeH (popMachl AJIEKTPOH/IbI MUKPOCKOTI apKbLIbI aHBIKTAJIJIBL.

TyiiiH ce3aep: celeH YHTarbl, CENEHHUT-, CEJICHAT-MOHIAPbl, KYKIPT KBIIIKBUIBL, 3JEKTPOJIU3, KaTOMA, TOK
OOMBIHIIIA IIBIFBIM.
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KATOJHOE BOCCTAHOBJIEHUE AHUOHOB CEJIEHA
C OBPA3OBAHHUEM ETO ITIOPOIIKOB

AunHoTanusi. B crarbe nmokazana BO3MOXHOCTh MMOJyYEHHsI TOPOIIKOB CEJIEHa KATOAHBIM BOCCTAHOBIIEHHEM €r0
AHMOHOB B KHUCIIBIX M IIEJOYHBIX PACTBOpax. Y CTAHOBJEHO, YTO B MIEJIOYHON Cpele HEBO3MOXHO IOJyYHTh
MOPOIIKH CeJIEHA BOCCTAHOBJIEHHEM CEJICHUT-HOHOB. OHAKO MOKa3aHO, YTO IYyTEM KAaTOJHOTO BOCCTAHOBIICHHUS
9TUX MOHOB B CEPHOKHUCIION Cpelle MOXKHO MOJYyYUTh MOPOUIKH cesieHa. OCHOBHBIMHU PE3yJIbTaTaMU MPOBEACHHBIX
HAYYHBIX  KCCIICJIOBAHUM  SIBISIETCS  TOJIydeHHE  MOPOMIKOB  CEleHa  KATOMHBIM  BOCCTAHOBJIEHHEM
«TPY/ZIHOBOCCTAHABIIMBAEMBIX», 4 KATOJHO «HEBOCCTAHABIMBAEMBIX» CEJIEHAT- HWOHOB H  OIpeJelicHHe
3aKOHOMEPHOCTEH JIaHHOTO TpoIecca.
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BriepBble 1OKa3aHO, YTO B CEPHOKHCIBIX pacTBOpax B NpHUCYTcTBHMHM unoHOB TuTaHa (IV) kaTomHbIM
BOCCTaHOBJICHHEM CEJICHAT-HOHOB MOXKHO MOIYYUTh MOPOIIKH ceneHa. MccnenoBano BIMsSHIE KOHICHTPAILMN HOHOB
tutana (IV), ceneHaT-nOHOB, KATOAHOW IUIOTHOCTH TOKA HA MPOIIECC 0Opa30BaHMUs MOPOIIKOB CelIeHa. Y CTAHOBIICHO,
9TO B OTCYTCTBHM MOHOB TUTaHa (IV) mopomiku cenena He oOpa3yroTcs, a IpU X KOHLEHTpAIwH, paBHo# 5,0 /i,
BBIXOJl [0 TOKY 0Opa3oBaHMS IOPOIIKOB cesieHa nocturaer 70%. JlokasaHo, 4ro Ha KarogHoe (opMupoBaHue
MOpOIIKOB cejieHa WOHBI THTaHa (IV) oka3pIBarOT KaTamuTuUdeckoe aeiictBue. IlokazaHo, 4TO 00pa3oBaHHE
MOPOILKOB CeJieHa MPOTEKAaeT B JBE CTaJWH, T.€. COCTOUT M3 IJIEKTPOXUMUYECKOW M XUMHYECKOH peakiuu, a
MMEHHO, YeTHIPEXBAJICHTHBII TUTaH BOCCTAHABIIMBAETCS HA KATOJAE A0 TPEXBAJIEHTHOI'O COCTOSIHUS. YCTaHOBJIEHO,
4yT0 00pa3zoBaBUIKecs pU 3ToM HoHbI THTaHa (I11) B3anMoaeHCTBYIOT B KaTOJTHOM ITPOCTPAHCTBE C AaHMOHAMH CeJIeHa
(VI), BoccTaHaBnMBast MX JI0 JIEMEHTHOT'O CEJIEHa B BHJIE YJIBTPAIUCIIEPCHOTO MOPOIIKA.

[TokazaHo, 4TO yBeJIMYEHHE IUIOTHOCTH TOKa HA KaToJie IPUBOANUT K CHIDKEHHUIO BBIXOJA 110 TOKY 00pa3oBaHMs
nopoikoB ceneHa. C Bo3pacTaHWEM KOHIGHTPALMU CEJICHAT-MOHOB IPOMCXOIUT IIOBBIIICHHE BBIXOJa IO TOKY
00pa3oBaHUs MOPOIIKOB CelieHa. Y CTAaHOBJIEHO, YTO NMpH KoHIeHTpanuu ceneHa (VI), pasroit 10,0 r/m BRIXOA 1O
TOKY 00pa30BaHHMs TOPOILIKOB cenieHa coctaBisieT 68,1%, a mpu 30 1/m — 94,9%. @opMsl U pa3Mepbl MOIYIEHHBIX
MOPOIIKOB CEJICHA OMPEIENIEHBI C TIOMOIIBIO 3IEKTPOHHOT'O MUKPOCKOTIA.

KaroueBble c10Ba: IOPOIIOK CENIEHA, CEJICHUT-, CEJICHAT-UOHBI, CEPHAs KMCIIOTA, JJIEKTPOJIN3, KaTO/, BBIXO 110
TOKY.
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