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Electrochemical impedance study of HTSC ceramics YBCO and BSCCO in presence
of electrolyte
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Electrochemical studies of high temperature superconductuctors (HTSC) began immediately after their discovery and
numerous studies of ionic transport in HTSC solid electrolytes were conducted. The search for approaches to the problems
in HTSCs was largely based on analogies with electrochemical studies of semiconductors, since the majority of HTSC
materials exhibit semiconducting properties at ambient temperatures. The analogy thus stimulated the electrochemical
studies on the degradation of HTSC in water and acid solutions and their relative stability in strong alkaline solutions.
HTSC cuprate ceramics find applications also as an additive in the zinc electrode in nickel-zinc batteries. Such cells are
a potentially cheaper and easier to recycle, replacement for toxic nickel-cadmium batteries. Electrochemical tests showed
that the Ni-Zn battery cells with YBCO and BSCCO superconducting ceramic additives in the zinc electrode exhibited
good cyclic operation ability and capacity stability, as well as a higher specific capacity than the cells with a zinc electrode
with a “classic” carbon conducting additive. The study presented here is focused on the electrochemical characterization
of nanocomposite conductive cuprate ceramics - Bi>Sr.CaCu,Ox (BSCCO -2212), Bi,Sr.CuQy (BSCO - 2201) and
YBa;CuszOx (YBCO - 123) in the following electrolytes: 7M KOH, the electrolyte used in Ni-Zn cells, an alkaline
phosphate (AF) - electrolyte containing KOH and NasP0..12H,0, and a proprietary PSPAA electrolyte. The electrical
conductivity of ceramic/electrolyte system was investigated by Electrochemical Impedance Spectroscopy measurements
performed by a Bio-logic SP-200 potentiostat. The impedance responses for all ceramics are compared and discussed in

terms of equivalent circuits.
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INTRODUCTION

The expression “high-temperature
superconductivity” HTSC has been used for several
decades [I], but it changed from an abstract term to a
real one only in 1986 after the famous publication of
Bednorz and Muller [2]. All the more revolutionary,
both in the fundamental and in the applied aspects,
became the subsequent discovery of the oxide HTSC
of the YBCO system with a T, higher than liquid
nitrogen temperature, followed by the discovery of
other cuprate systems with even higher characteristic
values, such as BSCCO. Most HTSC oxides have the
structure of perovskite (though some of them have a
spinel-type structure), which pertains to more than
35 structural classes [3], and includes more than a
hundred typical unit cells [4]. For fundamental
studies of superconductivity in oxides, both the
absolute T, values and the variety of properties and
structures are essential.

Electrochemical studies of HTSC began
immediately after their discovery and the numerous
studies of ionic transport in HTSC solid electrolytes
were conducted. Hence, the electrochemistry of
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HTSC can be considered as a direction in electro-
chemical science and technology [1].

The search for approaches to the problems in
HTSCs was largely based on analogies with
electrochemical studies of semiconductors [5-9],
since the majority of HTSC materials exhibit
semiconducting properties at ambient temperatures.
Moreover, technological problems arising in the
practical application of materials of these classes
(such as in the electronics field) are similar. The
analogy thus stimulated the electrochemical studies
on the degradation of HTSC in water and acid
solutions [10, 11] and their relative stability in strong
alkaline solutions [1].

HTSC cuprate ceramics, exhibiting
superconductivity at low temperatures (80-100K)
find other applications as well, such as an additive in
the zinc electrode in nickel-zinc batteries [11, 12],
which might replace toxic nickel-cadmium batteries.
The positive effect on capacity and cycling stability
of cuprate ceramic additives has been previously
demonstrated [12, 13]. Studies have revealed that
YBCO samples are remarkably stable, thus leaving
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the superconducting properties of the 123-type phase
unchanged after the alkaline treatment. The
possibility of using the superconducting YBCO
ceramics as a conducting additive to the zinc
electrode mass of nickel-zinc alkaline rechargeable
batteries was also studied. The electrochemical tests
showed that the battery cells with a YBCO
superconducting ceramic additive in the zinc
electrode exhibited a better cyclic operation ability
and capacity retention after prolonged cycling, as
well as a higher (by about 30%) specific capacity
than the cells with a zinc electrode with a “classic”
carbon conducting additive to the zinc electrode
mass and thus may contribute to extending the
battery life [12].

Powder superconductive cuprate ceramic
BSCCO 2212 system is produced by solid-state
synthesis and physicochemically characterized. The
chemical stability of BSCCO ceramics in alkaline
medium of the Ni-Zn battery is confirmed by
structural and morphological analysis (XRD, SEM
and EDX) and the superconducting properties of
samples are evaluated before and after prolonged
exposure to 7M KOH. The electrochemical tests are
carried out by Stoyanov et. al. [12] with
conventional sintered type nickel electrodes and
pasted zinc electrode with active electrode mass
based on ZnO with addition of BSCCO powder or
carbon (acetylene black) as conductive additives
show that the zinc electrode with BSCCO ceramic
additive exhibits very good cyclability, remarkable
capacity stability and much higher discharge
capacity at prolonged charge/discharge cycling in
comparison to the zinc electrode with the *“classic”
carbon conductive additive. It is suggested that the
addition of BSCCO ceramics improves not only
conductivity and electrochemical homogeneity of
the electrode mass and reduces the gas evolution but
also stabilizes its porosity structure. The results
obtained prove the possibility of application of
superconducting BSCCO  ceramics as a
multifunctional additive to the active mass of the
zinc electrodes for alkaline nickel-zinc battery
systems [12].

In this work we examine the conductivity of
YBCO and BSCCO HTSC ceramics through
impedance spectroscopy to obtain initial qualitative
data about their electrical characteristics and
behavior exposed to different electrolyte solutions.

EXPERIMENTAL
Through solid state reaction ceramic tablets of
nominal composition: Bi,Sr,CaCu.0Oy (BSCCO
2212) and Bi»Sr,CuOy (BSCO 2201) were obtained.
Powder samples of Bi»Sr.CaCu,Oy are produced by
two-stage conventional solid-state synthesis from

154

high-purity (99,99 %) reagents - Bi»Os, CuO, SrCOs3
and CaCOs. After thorough mixing and grinding and
initial heat treatment at 780°C for 24 hours in air the
powder obtained is ground and pressed into pellets
(5-6 MPa). BSCO 2201 was sintered at 830°C for 24
hours, BSCCO 2212 at 830°C for 48 hours in air
atmosphere.

Another sample of nominal composition:
YBa,CusOx (YBCO) was obtained. Powder samples
are produced by solid-state synthesis from high-
purity (99,99 %) oxides - Y,03, CuO and BaCOs.
After thorough mixing and grinding the first stage is
a heat treatment at 900°C for 21 hours. After
grinding, the powder was sintered for a second time
at 940°C under the same conditions, followed by a
slow cooling and an additional annealing at 450°C
for 2 hours. The pellets were then pressed at 5-6 Mpa
and sintered for a third time at 950°C for 23 hours,
and subsequently annealed at 450°C for 23 hours.

The electrochemical system SP-200:
potentiostat/galvanostat was used to perform
potentiostatic electrochemical impedance

spectroscopy (PEIS) measurements applying the
EC-Lab software. The impedance of the conductive
ceramic tablets (YBCO and BSCCO) was measured
using a two probe method. The samples are prepared
with a rectangular shape and their surface area was
calculated. Silver conductive paste was applied on
two parallel and opposite faces, with known surface
area and distance between them. The specific
electrical resistance p was calculated taking the
resistance value measured at the low frequency point
of the impedance curve intersection with the real
axis. PEIS measurements were also taken using
BSCCO and YBCO as the working electrode (WE)
a three electrode electrochemical cell. The working
surface area of the electrodes was 0.4679 ¢cm?, 0.88
cm? and 0.257 cm? for BSCO 2201, BSCCO 2212
and YBCO, respectively. The counter-electrode
(CE) was a platinum plate. The potential was
measured relative to a saturated calomel electrode
(RE). The applied potential is referenced to the open
circuit potential of the working electrode. The
applied sine-wave potential amplitude is 10 mV, in
some cases a higher potential of 20 or 30 mV was
required in order to noise free data. In all
experiments the frequency was swept form 1 MHz
down to 0.1 Hz. Three supporting electrolytes were
used: 7M KOH, the electrolyte used in Ni-Zn cells,
an alkaline phosphate (AF) electrolyte containing
KOH and NasP0O4.12H,O [14], and a proprietary
PSPAA electrolyte containing anti-corrosion agents.
Impedance spectra were taken at room temperature
in order to examine electrical and electrochemical
behavior near the working conditions of Ni-Zn cells.
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RESULTS AND DISCUSSIONS

The impedance of the BSCCO conductive
ceramic tablets was measured using a two probe
method. Fig. 1 shows the Nyquist plot of impedance
of bulk BSCCO ceramics. From the real part of the
impedance at the lowest frequency specific electrical
resistance p was calculated to be 0.124 Q.cm for
BSCO 2201 and 5052.3 Q.cm for BSCCO 2212.
PEIS measurements were taken using BSCCO and
YBCO as the working electrode (WE) in a three
electrode electrochemical cell. The impedance
spectra of BSCO 2201 and 2212 in the three different
electrolytes are presented in Fig. 2, 3 and 4 for KOH,
AF and PSPAA respectively.

304 Nyquist plot of impedance of pure ceramics

2 \
20 \

0o
o 15
E 0z
yy
104 g4 \\'
06 \
54 \ u
0B
080 0E2 0B 006 048 100 102

Re {t

I e}

T T T T T T T T T 1
185 159 160 162 164 166 168 170 172 174

Re [
Fig. 1. Nyquist plot of the impedance for the pure
ceramics.
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Fig. 2. Nyquist plot of the impedance for the ceramics in
KOH electrolyte.
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Fig. 3. Nyquist plot of the impedance for the ceramics in
AF electrolyte
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Fig. 4. Nyquist plot of the impedance for the ceramics in
PSPAA electrolyte.

The raw data was normalized per unit surface
area. Using the EC-Lab software we fitted the
obtained curves to an equivalent circuit electrode
model presented in Fig. 5a for BSCCO 2212 and
YBCO and Fig 5b for BSCO 2201. Figures 2, 3 and
4 show the curves of the fits related to the obtained
measurement data. The reasoning behind these
models is supposition of surface modification
observed in BSCCO ceramics on exposure to
electrolyte [12].

Ly

Fig. 5a. Proposed equivalent circuit model for BSCCO
2212 and YBCO ceramics.
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Fig. 5b. Proposed equivalent circuit model for BSCO
2201 in AF.
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Table 1. Area-normalized parameter values obtained by curve-fitting

BSCO

BSCCO

2201 2912 YBCO (Units)
IL\g\(r)gril. Electrolytes
KOH AF PSPAA KOH KOH AF PSPAA

R1 1.70031 0.66838 1.75573 -171.952 8.468 18.200 21.739 Q.cm?
Q1 6.73E-04 - 5.54E-04  1.03E-04 1.87E-4 1.53E-03 1.32E-03 F.s@cm™2
al 0.5728 - 0.5125 0.1523 0.3162 0.5031 0.4772 -
R2 3.80597 16.9092 178.345 251.944 58.8016 25.664 82.856 Q.cm?
Q2 - 4.34E-04 - - - - - F.s@Yem2
a2 - 0.7165 - - - - - -
Q3 1.47E-02 1.34E-02 1.31E-03 2.86E-03 3.00E-03 5.03E-03 2.03E-03 F.s@®Ucm?2
a3 0.5784 0.41 0.7162 0.5235 0.4467 0.4553 0.698 -
R3 180.928 - 1505.85 22242.88 135.284 85.915 209.789 Q.cm?

Degradation products may be less conductive
and it is likely that they create a porous layer
blocking the electrode surface. Here R1 represents
the electrolyte resistance between RE and WE, R2 is
the polarization resistance, R3 is the resistance of the
electrolyte confined in the pores. Q1 and Q3 are the
outer surface and pore double layer capacitances.
Capacitances are substituted with constant phase
elements (CPE) due to surface inhomogeneity,
roughness and varying degrees of surface
modification. Equivalent circuit parameter values
are presented in Table 1. In the case of BSCO 2201
in the alkaline phosphate electrolyte another circuit
model was used, presented in Fig. 5b, where R1 and
R2 have the same meaning, while Q2 is equivalent
to Q1. However, the behavior of BSCCO 2212 in the
PSPAA and alkaline phosphate electrolytes could
not be modeled by these equivalent circuits. The real
part of the impedance at the lowest frequency is
presented further below.

The parameter “a” describes the variation of the
constant phase elements’ impedance from purely
capacitive (a=1) to purely resistive (a=0).

It must be noted that for BSCCO 2212 in KOH
R1 is extrapolated by the software to a negative
value due to lack of information about higher
frequency behavior. At the highest frequency of 1
MHz the real part of the complex impedance is
measured to be 24.64 Q.cm? The real part of the
impedance of BSCCO 2212 at the lowest frequency
is 492.03 Q.cm? for the AF electrolyte and 258.89
Q.cm? for PSPAA (fig.3, fig. 4).
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BSCO 2201 exhibits the lowest values for R2 in
both KOH and AF, with R2 being lowest in KOH. In
the case of YBCO the opposite is true — R2 is smaller
in AF than in KOH. In PSPAA R2 is substantially
higher for both BSCCO 2201 and YBCO. While
both - BSCCO ceramics impedance varies
substantially depending on the electrolyte solution
content, YBCO displays less variation. The PSPAA
electrolyte has an effect of increasing the
polarization resistance for BSCO 2201 and YBCO
and decreasing it in BSCCO 2212.

CONCLUSIONS

In this work we examined the conductivity of
BSCCO and YBCO conductive ceramics through
impedance spectroscopy to obtain initial qualitative
data about their electrochemical characteristics and
behavior exposed to various electrolyte solutions as
a basis for their potential application as a conductive
additive in Ni-Zn batteries. An equivalent circuit
model was proposed and cell parameters were
obtained through curve fitting. BSCO 2201 and
YBCO exhibit lower overall resistance, BSCO 2201
and BSCCO 2212's behavior strongly depends on
electrolyte composition. Results suggest that among
the three examined ceramics BSCO 2201 is the best
candidate for a conductive additive for the zinc
anode in Ni-Zn batteries.
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EJIEKPOXVUMUWYHU UMITEJHACHHU U3CJIEABAHUA HA BUCOKO TEMIIEPATYPHU
CBPBXITPOBOAMMU KEPAMUKHN OT BUJIA YBCO N BSCCO B ITPUCBCTBUE HA
EJIEKTPOJINTHU

I1. A. JIunos!, A. 1O. Baces!, JI. 3. Crosios? . I'. Mapunos!, A. K. CtostHoa-IBanosal™

Y Unemumym no ¢usuxa na mevpoomo mano, Bvieapcka axademus na naykume, 6yn. " Lapuzepadcko woce" 72, Codus
1784, bvacapus
2 Uncmumym no enexmpoxumus u eneputinu cucmemu "Axademux Eszenu Byoescku", Bvneapcka axademus na
naykume, yn. "Akao. I'eopeu bonueg", 6a. 10, Coghusa 1113, Bvaeapus.

Ioctenuna va 27 1w, 20167 r.; mpuera Ha 4 okromspy, 2017 r.
(Pesrome)

EnexTpoxuMUYHHTE H3CIIeIBaHNs Ha BUCOKOTeMIIepaTypHH cBpbxipoBoanuin (BTCII) 3anouBaT HEOCPEACTBEHO CIIE]
TSXHOTO OTKpPHBAHE, KaTO OT TOraBa ca MPOBEJIEHNU MHOTOOPOWHM M3CIIEABAHUS BEPXY HOHHMS TPAHCIIOPT B TAX, C LEJ
npuwiIokeHneTo uMm 3a enekrpoau. Iloaxomure 3a um3cnensane Ha BTCII ce Ga3upar OCHOBHO Ha aHaJlOTMU C
SNIEKTPOXUMHUYHHUTE H3CJIEBAaHUS Ha MOJYNPOBOJHHUILMUTE IOpPaJH TOBA, Y€ IIOBEYETO OT TAX IPOSIBIBSIBAT
MOJTYTPOBOJHUKOBH CBOICTBA MpH CTaifHa Temieparypa. Tasum aHajIOTHs € CTUMyNMpana MpOydBaHHWS HAa TSIXHATa
JIETpafanys B KACEIN M HEYTPalHH BOIHU CPEIHW M CPaBHUTEIHATa UM CTAOMIIHOCT B CHIIHO alKaJHH pa3TBOpu. B
nocienHo Bpeme BTCII HamupaT MpuinokeHHE M KaTo J0OaBKa B ChCTaBa HA IIMHKOBHSA €JIEKTPOJ B HUKENI-IIMHKOBU
Oatepun. Te3m Oarepuu ca TEPECTEeKTHBEH KaHOWJAT 3a 3aMsfHAa Ha TOKCHYHHUTE HHKENI-KaJMHEBH OaTepuu.
EnektpoxuMudHA TecToBe mokaseart, ue Ni-Zn kimetku ¢ mo6asku ot YBCO u BSCCO cBpBXIPOBOIAIIN KEPAMHUKH B
MacaTa Ha HUHKOBHA CJICKTPO/, MMOKa3BaT MOBUILICH CHCHI/I(I)I/I‘-ICH KananuTeT U 1o-rojisiMa CTa6l/lHHOCT Ha Kanangurera,
IIpY roJIsiM Opoil LIMKIIM Ha 3apexaaHe U paspexaane HacTosmoro uscnensane ce GoKycHpa BbpPXY eJIEKTPOXUMHUYHOTO
XapaKTepU3UpaHe Ha HAHOKOMITO3WUTHH TPOBOMISINM KyNpaTHH Kepamuku oT Buaa BiSr.CaCu.Ox (BSCCO - 2212),
Bi>SroCuOy (BSCO - 2201) u YBaxCuzOx(YBCO - 123) B cneguute enekrponutau pastBopu: 7M KOH - enekrposut
m3non3Ban B Ni-Zn Gatepuure, ankanen ¢ocoaren (AF) enextponutr - ceabpxkam; KOH u NasPO4.12H,0 wu
cnenmanmsupan PSPAA enextpomut. IlpoBosmMocTTa Ha cHucTeMara KepaMHKa/EJIEKTPOJIHMT € H3CIIeABaHa 4Ype3
M3IMI0JI3BaHe Ha SJIEKTPOXMMHUYHA MMITCIaHCHA CIIEKTPOCKOIHSI, IPOBEACHH C OTCHIMOCTATHYHA cucTeMa Bio-logic SP-
200. MmnenaHcHUTE XapaKTEPUCTHKH Ha KEPaMUKHTE B PAa3JIMIHUTE EJIEKTPOJIMUTH Ca CpPaBHEHH H OOCHICHH
MIOCPEACTBOM IPEUIOKCHH EKBHUBAJICHTH EICKTPOXUMHYHM CXeMH. lIpemtoskeH € Mojen, OmmcBal] eIeMEHTHTE Ha
SJICKTPUYHATA BEPUTA M Ca MOIXYYCHH CTOMHOCTHTE Ha MapaMeTpPHUTe, MOCPEACTBOM apPOKCHMHUPAHE Ha CIEKTPAITHUTE
KpuBH. V3MepeHnTe eNeKTPHIECKH ChIIPOTHBICHHUS Ha KYIIPATHUTE CBPBXIIPOBOANME KepaMukH oT Buga BSCO 2201 u
YBCO mnoxkasBar otHOcHTENIHO HUCKKA cTrorHOCTH. IloBenmenmero Ha BSCO 2201 m BSCCO 2212 cwiaHO 3aBHCH OT
CbCTaBa Ha €JEKTPONUTA. Pe3ynrarure mokassar, ue oT Tpure u3ciensanu kepamuku, BSCO 2201 e c¢ Hail HuCKO
CBIIPOTUBJICHUC U € Haﬁ'HOﬂXOZlHLHa 3a IpoBOaAMMa ,Z[O6aBKa KBbM IIMHKOBH aHOJA B HUKCII-ITUHKOBUTC 6aTepI/m.

Karouosu nymu: enekrpoxumuder nmnenanc, HTSC kepamuxu, BSCCO, YBCO
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