6™ Regional Symposium on Electrochemistry
of South-East liumpe

1115 June 2017

Balatonkenese, Hungary A




6th RSE-SEE Conference
Book of Abstracts

Sponsored by:

I\VVIBEIVI

(L
TECHNOLOGIES
€ PalmSens & arinEs
Compact Electrochemical Interfaces
Our sponsors
"\ FURUKAWA

g ELECTRIC GROUP

L) Metrohm

Avutolab s.v.

@ jdszplasztic

All rights are reserved for the organisers of 6" RSE-SEE Conference, except the right of the authors to
(re)publish their materials wherever they decide. This book is a working material for the RSE-SEE

2017.

The professional and grammatical level of abstracts is the authors' responsibility.

6th RSE-SEE Conference
Book of abstracts

Edited by: Robert Hohol

Supervised by: Gyorgy Inzelt, Gy6z6 Lang, Tamas Pajkossy, Soma Vesztergom

Conference Secretariat
Diamond Congress Ltd.
H-1015 Budapest, Csalogany u. 28.
Phone: +36 1 214 7698
Fax: +36 1 201 2680
E-mail: hoholr@diamond-congress.hu

http://rse-see2017.hu

ISBN 978-615-5270-33-8



http://www.ise-online.org/
http://www.ameteksi.com/
http://www.ivium.nl/
http://www.metrohm-autolab.com/
https://www.palmsens.com/
http://zahner.de/
http://feti.hu/
http://www.jp.hu/

11-15 June 2017
Balatonkenese, Hungary

Table of contents

PL 216

High-throughput methods with online analytics — from fundamental electrocatalysis to real applications ..................... 13
Karl J.J. Mayrhofer, Balazs Berkes, Ioannis Katasounaros, Alexander Zeradjanin, Max Schalenbach,

Marc Ledendecker, Serhiy Cherevko

KN 177
Advanced testing analysis for SOFC degradation studies ................ccooiiiiiiiiiiiicce e 14
Daria Vladikova, Zdravko Stoynov, Blagoy Burdin, Jérome Laurencin, Dario Montinaro, Maxim Hubert

OEN 124
In situ characterization of gassing processes in lithium-ion batteries by DEMS-DEIRS............ccccccccciiinninniniiccccne 15
Balazs B. Berkes, Alexander Schiele, Heino Sommer, Torsten Brezesinski, Jiirgen Janek, Karl J.J. Mayrhofer

OEN 147
Characterisation of thermally induced battery failure on cylindrical 18650 lithium ion cells ..........cccccovvueiiinnneccnne. 17
Michael Lammer, Alexander Konigseder, Viktor Hacker

OEN 132
Electrochemical study of fast Li-ion transport in LisV2(POus)s-electrode ..o 19
Aleksandr V. Ivanishchev, A.M. Abakumov, I.A. Ivanishcheva, S.S. Fedotov, N.R. Khasanova, E.V. Antipov

OEN 141
The electrochemical behavior of magnesium alloys for secondary magnesium ion batteries ...........c.c.ocoeeiiinnncccnne. 20
Daniel Schloffer, Salar Bozorgi, Bernhard Gollas

OEN 151
Electrochemistry under off-normal conditions: Assessed from an EU policy-making perspective ...........ccccccccevrurrerencnce. 21
Akos Kriston, A. Pfrang, L. Boon-Brett

OGN 125
Oxidation of bioflavonoids in respect to their chemical Structure ..............ccccoevviiiiiiiiiiiii e 22
Romana Sokolova, Sarka Ramesova, Jana Kocabova, Jan Fiedler, Ilaria Degano

OGN 111
Cathodic breakdown of deep eutectic solvents based on choline chloride and urea............cccovveveicvnnnnccicnnnerenenenes 24
Jelena B. Bajat, Sudipta Roy, Priscila Valverde Armas, Mihael Bucko

OGN 166

Electrochemical and morphological investigations of poly(3,4-ethylenedioxythiophene)

films in different electrolyte SOIUHOMNS ..........cccccoiviiiiiiiiiiiiiiiiicc ettt eaes 25
Krisztina J. Szekeres, Gy6z6 G. Lang, Maria Ujvari

OGN 203
Electrochemical insights on a key protein from Geobacter sulfurreducens crucial to bacterial electricity production......27
Liliana R. Teixeira, Joana M. Dantas, Carlos A. Salgueiro, Cristina M. Cordas

OGN 140
What happens to gold during the electrochemical reduction of the surface oxide layer?..............ccccccovviiiinnncicne. 29
Gyo6z6 G. Lang, Z. Dankhazi, N. Kovacs, M. Ujvari, S. Vesztergom

KN 229
Electroanalytical methods in characterization of sulfur species in water environment ...............ccccccocoiiiiiiiiinnnnnnn, 30
Irena Ciglenecki, Marija Margus$




6th RSE-SEE Conference
Book of Abstracts

EX 159
Cyclic voltammetry: Staircase CV vs. true analog CV ..ottt 32
TIosif Fromondi

EX 160

New electrochemical techniques in Nova: electrochemical frequency modulation and fully integrated
SPectroelectroChemMISIY .......c.c.cviiii e 33
Iosif Fromondi

EX 221

A novel multi-sine excitation procedure for impedance spectroscopy supports automatic drift correction

and online error determinNation ............ccooiiiiiiiiiiii e 34
Sebastian Feihl, P. Beckhaus, S. Froba, U. Misz, M. Multerer, C.A. Schiller, W. Strunz, M. Szesny

OEN 148
Investigations on long-term behavior of bifunctional air electrodes for zinc-air flow batteries.............cccccooevininnnne. 35
Birgit Pichler, Lucas Rescec, Viktor Hacker

OEN 145
Stable cathodic material for zinc-ion batteries based on Prussian blue derivatives for stationary applications............... 37
Ghoncheh Kasiri, Amir Bani Hashemi, Jens Glenneberg, Robert Kun, Fabio La Mantia

OEN 195
Imaging the formation of PtCus/C electrocatalyst by in-situ annealing transmission electron microscopy...........c.c.c....... 39
Matija Gatalo, F. Ruiz-Zepeda, G. Drazi¢, N. Hodnik, M. Bele, M. Gaberscek

OEN 178
Over-discharge investigation of lead-acid batteries...............ccccooiiiiiiiiiiiiiii s 41
Balazs Broda, Gyorgy Inzelt

OEN 119
Electrochemical nanogravimetric and conductivity studies on phtalocyanines..............ccccccccecvniieicinnnnnccicnneeeeenes 43
Akos Nemes, Gyorgy Inzelt

OAN 181
Hyphenation of electrochemistry and mass spectrometry using disposable Sensors ...............cccccoeuvrviiiviiiiiniiiiinccincncinines 44
Frank-Michael Matysik, Thomas Herl, J. Kiermaier, M. Cindric, Rebekka Scholz, Peter Palatzky

OAN 120
Electrochemical determination of carotenoids in fish samples.............cccocooiiiiiiiiiiiiiii s 45
Lara Cizmek, Sv}ebojka Komorsky-Lovri¢, Milivoj Lovrié¢

OAN 172

Characterization of titanium(I'V)-4-(2-Pyridylazo)resorcinol complex as an effective reagent for determining

hydrogen peroxide in bioelectroanalysis ... 46
Kiyoko Takamura, Takatoshi Matsumoto

OAN 175
Novel hydrazinium EDTA-based electrochemical gas sensor for benzaldehyde..............ccccocoiiiiiiiiiiiiiie, 47
Primoz Jovanovic, Vasko Jovanovski, Samo B. Hocevar

OAN 179
Glassy carbon electrode modified with nano-CeO: and Nafion for Malachite Green detection in aqueous solutions ...48
Ana Maria Sacara, Liana Maria Muresan




11-15 June 2017
Balatonkenese, Hungary

PL 113

Conducting polymers: Past, present, fUttre.............cccooiiiiiiiiiiii s 49
Gyorgy Inzelt

KN 217

Insights into electrochemical dealloying of Pt-based nanoparticles at the sub-nano-scale.............c.ccccccocciiiiinnncnne, 51

Nejc Hodnik, Andraz Pavlisic, Matija Gatalo, Primoz Jovanovic, Francisco Ruiz-Zepeda, Goran Drazic,
Miran Gaberscek

OEN 210

The capacitance properties of activated carbon obtained from biopolymers as the electrode material

for electrochemical CAPACIEOTLS............ccoiuiiiiiiiiiiiic bbb 52
Katarzyna Lota, Ilona Acznik, Agnieszka Sierczynska, Grzegorz Lota

OEN 212

Comparison of electrochemical properties of activated carbons and graphene-like materials used as

electrode materials in various energy storage devViCes ..o 53
Ilona Acznik, Katarzyna Lota, Agnieszka Sierczynska

OEN 155
High-power supercapacitor electrodes based on vertically aligned carbon nanotube layer..............cccccccoovviiiiinnninnnes 55
Ilona Felhdsi, Tamas Marek, Lajos Nyikos, Tamas Pajkossy

OIF 154
On the nature of the electrochemical double Jayer...............ccccoviiiiiiiiiii s 57
Tamas Pajkossy

OIF 158
Electrochemical Flicker-noise 0f r@dOX T@ACHONS............ccoovviivieiiciiceeceeeeeeteee ettt ettt ete e ete et eeteeseeeseeneeesseneseseeseesseneeerenn 58
Gabor Mészaros

OCA 191
The electrochemical reduction of CO: in ionic liquid + water mixtures under diffusion control ...............c.ccccccovnnenecncne. 60
Alexander Rudnev, Yongchun Fu, Soma Vesztergom, Ilche Gjuroski, Florian Stricker, Julien Furrer, Peter Broekmann

OCA 131
Highly efficient electrocatalysts by N-, S-doping of mesoporous carbons for enhanced oxygen reduction reaction....... 61
Riccardo Argurio, Yun Zong, Zheng Xiao Guo

OCA 143
Multicomponent catalysts containing nonprecious metal for hydrogen and oxygen evolution reaction ........................... 62
Rashko Rashkov, V. Bachvarov, D. Guergova, R. Andreeva, M. Arnaudova, D. Goranova, G. Avdeev

OCA 197

Promotion effects of reduced graphene oxide on catalytic properties of nickel towards the hydrogen

EVOLUHION TEACION ... 63
Sanjin J. Gutié, Igor A. Pasti, Ana S. Dobrota, Fehim Kora¢, Dino Metarapi, Nermin Oprasi¢

OCA 137

M:Pt/C electrocatalysts based on bimetallic nanoparticles with non-uniform distribution of components...................... 64
Vladimir E. Guterman, S.V. Belenov, A.A. Alekseenko, N.Yu. Tabachkova, V.A. Volotchaev, S.A. Kirakosyan!,

V.S. Menshikov

KN 189

Component distribution in electrodeposited alloys and multilayers ..o 66
Laszl6 Péter, Kalman Vad, Attila Csik, Rocio Muniz Delgado, Lara Lobo, Rosario Pereiro, Saso Sturm,

Kristina Zuzek-Rozman, Katalin Németh, Katalin Neurohr, Krisztina Boros




6th RSE-SEE Conference
Book of Abstracts

EX 150

Scanning electrochemical microscopy: New possibilities, new techniques .............ccooeiiiiiinniiiiinnncceeceees 68
Luca Pini, Rob Sides

EX 136

Portable electrochemistry: The new generation of portable electrochemical devices................ccccceviiiiiiiiiininnicccne, 69

Lutz Stratmann, Niels van Velzen, Brendan Heery

OIF 157
Investigations on the structure of PEO Jayers ..............cccoooiiiiiiiiiiiiiiic s 70
Ariane E. R. Friedemann, Th. M. Gesing, P. Plagemann

OIF 187
What do laser-induced transient techniques reveal for the electrochemical systems? ................cccooviiiiiiiiiiinnne, 71
Daniel Scieszka, Jeongsik Yun, Aliaksandr S. Bandarenka

OIF 186

Electrochemical and spectroelectrochemical studies on electron transfer reactions on transition metal complexes

WIth TT-aCCePLOT LIGANAS ..ottt st 73
Aleksandra Markovié¢, Pia Fangmann, Riidiger Beckhaus, Gunther Wittstock

OIF 192
Atomistic insight into the bonding of silanol molecules to oxidized aluminum surfaces..............ccccccooevrvriiiniincinnnes 75
Matic Poberznik, Dominique Costa, Anton Kokalj

OIF 204

A method to compute the current transient generated by nucleation and growth of metal particles under

mixed Kinetic-diffusion COMEIOL ...........ccoviiiiiiiiniiiiec ettt bbbttt sttt b aenes 76
Pietro Altimari, Francesco Greco, Francesca Pagnanelli

OCA 146
Understanding Ru-Ti interplay in electrocatalysis. ..ottt seas 78
Serban N. Stamatin, Petr Krtil, Katerina Minhova-Macounova, Roman Nebel

OCA 164
Influence of the thickness of Au sublayer on the catalytic properties of Ir films prepared by DCMS ............cccccevrneunnee 79
Elitsa Petkucheva, G. Borisov, E.Lefterova, J. Heiss, U. Schnakenberg, E. Slavcheva

OCA 184
Electrooxidation compositional mapping of copper-based thin film combinatorial libraries for sensor applications ....80
Andrei Ionut Mardare, 1. P6tzelberger, C. C. Mardare, Achim Walter Hassel

OCA 194
Carbon catalysts for hydrogen peroxide production by oxygen electroreduction..............cccccceiiiiiiiiiniiniinnn, 82
Viktor Coli¢, Sungeun Yang, Ifan E.L. Stephens, Ib Chorkendorff

PL 228
Electrochemical deposition of rhenium-based alloys as thermal barrier coatings .............c.ccccovveivviiiiiinii, 84
Noam Eliaz, Eliezer Gileadi

KN 114

Electrochemical determination of selected pharmaceutical compounds combined with different

analytical MEtROAS ... e 85
Jelena Lovi¢, Slobodan Petrovi¢, Dusan Mijin, Milka Avramov Ivi¢




11-15 June 2017
Balatonkenese, Hungary

OFM 121
Electrochemical impedance spectroscopy of cathode material modified by conducting polymer PEDOT:PSS ................ 86
Veniamin V. Kondratiev, S.N. Eliseeva, R.V.Apraksin, E.G. Tolstopyatova

OFM 133
Electroless deposition of metal particles on conducting polymer layers...............ccooooiiiiiiiiiiininiiiiccnscccenes 88
Vessela Tsakova, V. Karabozhikova, A. Nakova, M. Ilieva

OFM 167
Novel Li-ion capacitor having an ultra-high specific capacity comparable to that of Li-ion batteries................cccccoece. 89
Tsutomu Takamura, Kyouichi Sekine, Fuminori Mouri

OFM 180
Colloidal coatings with improved corrosion inhibition properties..............ccccoooiiiiiiiiiii 90
Arpéd Ferenc Széke, Gabriella Szabd, Emdke Albert, Zoltan Hoérvolgyi, Liana Maria Muresan

OCR 207
Alkyl and perfluoro compounds as corrosion inhibitors for aluminium alloys containing Si.............ccccccoovviiiiinnnnns 92
Ingrid MilosSev, Tina Bakaric, Dolores Zimerl, Monika Znidarsi¢, Peter Rodié, Jézsef Rébai, Jernej Iskra

OCR 123

Investigation of titanium dissolution in acidic media with rotating ring-disk electrodes by using dual

dynamic potential COMEIOL...........cccooiiiiiiiiii s 94
Noémi Kovacs, Laura Szirdki, Soma Vesztergom, Gy6z6 G. Lang

OCR 174
Simple and fast fabrication of superhydrophobic and corrosion resistant coatings based on fluoroalkyl silanes........... 96
Peter Rodi¢, Ingrid Milosev

OCR 122
Piperine for corrosion protection of iron B 500 in acidic media............ccccoviiiiiiiiiiniiiii e 97
Arlinda Cagi, A. Lame, E. Kokalari, ]. Zotaj, S. Cenolli

OCR 185

Self-healing effect of Ce(NOs)s in coating based on GPTMS, TEOS and SiO:z nanoparticles applied on

aluminium @llOY 7075-T6.........oooruiiiiiiiiiiiccctcete bRt 98
Ursa Tiringer, Ingrid Milosev, Alicia Ddran

PL 225

Bifunctional oxygen reduction/evolution reaction (ORR/OER) catalysts for rechargeable metal-air batteries

and re@enerative UL CEILS ..........coiiiiiiiiic ettt e 99
Eléd Gyenge

KN 144
New polyazulene-based materials for heavy metal ions detection ... 100
Eleonora-Mihaela Ungureanu

KN 103
On the electrolysis of dilute solutions of strong acids.............cccccoiiiiiiiiiii s 101
Soma Vesztergom, Vitali Grozovski, Gy6z6 G. Lang, Peter Broekmann

OFM 169

Determination of the charge transfer resistance of poly(3,4-ethylenedioxythiophene) modified

electrodes immediately after overoXidation..............ccccccoiiiiiiii s 103
Doéra Zalka, S. Vesztergom, M. Ujvari, G.G. Lang




6th RSE-SEE Conference
Book of Abstracts

OFM 176
Electrochemical approach for exfoliation of graphite and graphene production................ccccccoovviiiiiiiii, 105
Gabrijela Ljubek, Marijana Kralji¢ Rokovi¢

OFM 211
PEMECSs with IrYyMMT as anode MAterial ..............cccooviiviiriiiiiiiceieeeete ettt ettt eeteereeereeteeeseeseeeseessessessesseerseseessenseersenseessenseens 107
Iveta Boshnakova, Galin Borisov, Elefteria Lefterova, Evelina Slavcheva

P1 CRO1
Imidazole-based compounds with different functional groups as corrosion inhibitors for copper and zinc................... 109
Ingrid MiloSev, Barbara Kapun, Peyman Taheri, Johannes M.C. Mol, Anton Kokalj

P1 CR02

Investigation of corrosion behavior of aluminum alloy ENAC-A1Si-Mgos in artifical sea water with addition

OFf INOTGANIC SULFIAES. ...ttt bttt b e seas 111
Gavrilo Sekularac, Ingrid MiloSev

P1 CRO3

Localized corrosion of an austenitic stainless steel pipeline ... 113
Laszl6 Péter, Péter Trampus, Balazs Ver6, Mihaly Réger, Zsolt Kerner, Réka Fabian, Janos Dobranszky, Judit Kniesz,
Ferenc Oszvald, Péter Rozmanitz, Eva Komldsi

P1 CR04
Protective properties of epoxy coatings containing CeO2 and ZrO:z nanoparticles...........cccovviiiiciinnnnncciccnneeeeenes 115
Jelena B. Bajat, Ljiljana Zivkovié, Bore V. Jegdi¢, Vesna B. Miskovi¢-Stankovic¢

P1 ENO1
Electrodeposited Ag-Pd alloys as the catalysts for oxygen reduction reaction.............ccccecoeuviviiviiininiiinicccnes 117
N.R. Elezovi¢, P. Zabinski, Mila N. Krstaji¢ Paji¢, B.M. Jovi¢, V.D. Jovic¢

P1 ENO02

Nanostructured PtAu catalysts for formic acid electrooXidation ..............cocceeiiiininiiiiciciininncceeee e 119
Mila N. Krstajic Pajic, S. I. Stevanovic, V. V. Radmilovic, N.R. Elezovic, P. Zabinski, A. Gavrilovic-Wohlmuther,

V. R. Radmilovig, S. Lj. Gojkovic, V. M. Jovanovic

P1 ENO3
Improvement of electrochemical performance of LisTisO12 electrode material with conducting PEDOT:PSS binder....121
Veniamin V. Kondratiev, E.V. Shkreba, S.N. Eliseeva, R.V.Apraksin, K.A.Vorobyeva, E.G. Tolstopyatova

P1 EN04

Influence of the electrode preparation conditions on the performance of the activated carbon

SYMIMELTIC SUPEICAPACIEOLS ...ttt ettt bbbttt be bt sa b s statatnen 123
Suzana Sopcié¢, Zoran Mandi¢, Davor Antoni¢, Joze Moskon, Miran Gaberscek

P1 ENO05
Microwave-assisted synthesis of graphene/SnO: composite material and its supercapacitive properties........................ 125
Denis Sacer, Magdalena Kralj, Suzana Sopc¢i¢, Milica Kosevi¢, Aleksandar Dekanski, Marijana Kralji¢ Rokovi¢

P1 ENO06
Maricite-type NaFePOus as cathode material for sodium-ion battery..............ccocoooiviiii, 126
Tatiana Kulova, R. Kapaev, A. Chekannikov, S. Novikova, A. Skundin, A. Yaroslavtsev

P1 ENO07
MnO:and MnFe:0s as electrode materials for hybrid supercapacitors...............ccooiiiiiiiiiiniiccns 127
Galia Ivanova, Ts. Lazarova, A. Stoyanova, L. Soserov, D. Kovacheva




11-15 June 2017
Balatonkenese, Hungary

P1 ENO8
Preparation and characterization of an Ir-TiO2 COMPOSIte.............ccovviiiiiiiiiiiiiiii e 128
Jenia Georgieva, A. Papaderakis, S. Sotiropoulos, N. Dimitrova

P1 EN09
Pt(Cu) catalyst for methanol oxidation prepared by galvanic replacement on TiO2 powder support ................ccccccueee. 129
Nina Dimitrova, J. Georgieva, S. Sotiropoulos, Tz. Boiadjieva-Scherzer, E. Valova, S. Armyanov

P1 EN10
PtSn versus PtSnO: carbon supported catalysts for methanol oxidation ... 130
S. Stevanovi¢, D. Tripkovi¢, A. Gavrilovi¢, J. Rogan, U. Lacnjevac, T. Kravi¢, Vladislava M. Jovanovi¢

P1 EN11
Solution combustion synthesis of spinel ferrites as electrode materials in asymmetric supercapacitors......................... 132
Tsvetomila Lazarova, D. Kovacheva, I. Spassova, G. Ivanova, A. Stoyanova, M. Georgieva, D. Tzankov

P1 EN12
The problems of electrolyte for sodium-ion batteries...............ccccooviiiiiiiii e 133
Alexander Skundin, T. Kulova, O. Grigorieva, A. Kuz’'mina, A. Chekannikov

P1 GNO1
Treatment of reverse osmosis retentate of landfill leachate by electrocoagulation..............cccoeveiieinnnnnecicnnnceenene. 134
Borislav N. Malinovic, Tijana Djuricic, Drazenko Bjelic, Dragana Neskovic Markic

P1 GNO02
Catalytical activity of electrodeposited PdNi coatings for the ethanol oxidation in alkaline solution ..............cc.c.......... 135
Jelena D. Lovi¢, Vladimir D. Jovic¢

P1 GNO3
Influence of applied potentials on charge transfer in biofuel cells............cccccoviiiiiiiiiiiiii e 136
Yolina Hubenova, Eleonora Hubenova, Mario Mitov

P1 GN04
Tensammetry of proteins and polysaccharides on mercury electrode under conditions of catalytic activity .................. 137
Sladana Strmecki Kos, Emil Palecek

P1 IF02
Kinetic Monte Carlo investigation into reshaping of the Pt-based nanoparticle catalyst for PEM fuel cells................... 138
Andraz Pavlisic, Francisco Ruiz-Zepeda, Nejc Hodnik

P2 ANO1

Characterization of surface morphology and content of layers of glucose sensor containing glucose
oxidase-glutaraldehyde-cysteine on modified gold electrode...............cccooriiiiiiiiiiiiiiiiii e 139
Milka L. Avramov Ivi¢, J. Lovi¢, S. Stevanovi¢, B. Andjelkovi¢, S. Petrovi¢, D. Vukovi¢, N. Prlainovi¢, D. Mijin,

N.D. Nikoli¢

P2 ANO02

Degradation of azithromycin using Ti/RuO: anode as catalyst followed by DPV, HPLC-UV and MS analysis............ 140
Milka L. Avramov Ivi¢, Jelena D. Lovi¢, Dusan Z. Mijin, Milka B. Jadranin, Kristina D. Radosavljevi¢,

Aleksandar R. Mladenovi¢, Slobodan D. Petrovic¢

P2 ANO03
Electrochemical analysis of TiAlV alloy in chloride SOIUtion ..o 142
Klodian Xhanari, Barbara Petovar, Bujar Seiti, Uros Maver, Matjaz Finsgar




6th RSE-SEE Conference
Book of Abstracts

P2 AN0O4

Electrochemical properties of 5-O-caffeoylquinic acid investigated by square-wave voltammetry and differential

PUISE VOIRAIMIMETIY ...ttt 143
Ivana Tomac, Marijan Seruga

P2 ANO05

Heavy metal ions electroanalysis from waters using chemically modified electrodes based on
2,6-bis((E)-2-(thiophen-2-yl)vinyl)-4-(4,6,8-trimethylazulen-1-yl)pyridine ...............ccccooiiiiiiicccens 144
Elena Diacu, Eleonora Mihaela Ungureanu, Ioana Georgiana Lazar, Georgiana Luiza Arnold, George-Octavian Buica,
Alexandru Anton Ivanov

P2 AN06

Long-time immersion study of medical grade stainless steel in chloride solution using different electroanalytical
BECRIIQUES ...t 145
Klodian Xhanari, Barbara Petovar, Uro$ Maver, Matjaz Finsgar

P2 ANO7
Voltammetric analysis of organic surface active substances in the aquatic environment...............ccccccoccevriiinnnninnes 146
Palma Orlovi¢-Leko, Jelena Dautovié, Marija Margus, Ivo Gali¢, Irena Ciglenecki

P2 ANO8
Voltammetric determination of B-carotene in fruits and vegetables................cccccceceninininiiiiiinnicccee s 147
Ivana Novak Jovanovi¢, Dijana Jadresko, Lara Cizmek, éebojka Komorsky-Lovri¢

P2 CAO1
Electrocatalytic oxygen reduction and oxygen evolution on thin film manganite perovskites.............cccccccooeviiriininnnes 148
Janis Geppert, M. Risch, J. Scholz, D. Mierwaldt, C. Jooss

P2 CA02
Enhancement of cathodic hydrogen evolution reaction using proton carriers............ccccoovviiiviiciiniciiniccenes 150
Nicolae Vaszilcsin, Andrea Kellenberger, Mihai Medeleanu

P2 CA03

Tin sulfide films as promising materials for solar assisted catalysis and solar cells: Investigation of electronic
SHUCHUTAl PrOPEIHIES ...t 152
Jozefina Kati¢, Mirjana Metikos-Hukovié

P2 FMO1

Actual trends in the elaboration of advanced multifunctional protective coating systems for (Al-Cu-Mg)

lightweight @ircraft allOYs ..........ccoooiiiiiiiiiiiii e 154
Stephan Kozhukharov, Ch. Girginov, M. Machkova

P2 FM02
Effect of the thermal treatment of combined (Al/Ce)-oxide films deposited on AA2024-T3 aircraft alloy ....................... 156
Christian Girginov, S. Kozhukharov, I. Avramova

P2 FMO03
Electroless deposition of palladium nanoparticles on poly(3,4-ethyelenedioxythiophene).............cccccoooeniininnnnnnn. 158
Aneliya Nakova, M. Ilieva, Tz. Boiadjieva-Scherzer, V. Tsakova

P2 FM04
One-pot electrochemical synthesis of polypyrrole/graphene oxide composite............ccoooeiiuiiiiiiiiciinninincrccceceeee e 159
Gabrijela Ljubek, Marijana Kralji¢ Rokovié

10



11-15 June 2017
Balatonkenese, Hungary

P2 FMO05
Reduction of graphene oxide by using phenolic compounds from olive leaf extract..............cccccccccecivnnniiinnnnncccne. 161
Denis Sacer, Gabrijela Radi¢, Matea Vrdoljak, Natasa Stankir, Marijana Kralji¢ Rokovi¢

P2 FMO06
Scan rate dependent electrodeposition of polyaniline nanofibers...............c.cccccociiiiiiiiii s 162
Andrea Kellenberger, Daniela Ambros, Nicoleta Plesu

P2 FM07

Studies related to the preparation of modified electrodes with azulene derivatives in order to optimize

the detection 0f heavy metal............ccoooiiiiiiii b 164
Valentin Stanescu, Cecilia Iordache, Ionut Stanescu, Magdalena-Rodica Bujduveanu, Eleonora-Mihaela Ungureanu,

Liviu Birzan

P2 IF01
A new insight into the mathematics behind the extraction of double layer capacitance ..............ccccccooviviriiiinnniicinnnes 165
Muzaffer Ozcan, Dogan Dénmez

11



Regional Symposium on Electrochemistry

—~”RSE-SEE

2017 Balatonkenese | Hungary  South-East Europe

ABSTRACTS OF THE TALKS

/ordered by the appearance in the scientific program/



11-15 June 2017
Balatonkenese, Hungary

PL 216

High-throughput methods with online analytics — from
fundamental electrocatalysis to real applications

Karl ].]. Mayrhofer!?, Balazs Berkes!, loannis Katasounaros!, Alexander Zeradjanin!,
Max Schalenbach? Marc Ledendecker? Serhiy Cherevko!

I Helmholtz-Institute Erlangen-Niirnberg for Renewable Energy (IEK-11), Forschungszentrum
Jiilich, Egerlandstr. 3, 91058 Erlangen, Germany

2 Department of Chemical and Biological Engineering, Friedrich-Alexander-Universitit Erlangen-
Niirnberg, Egerlandstr. 3, 91058 Erlangen, Germany

k.mayrhofer@fz-juelich.de

Electrochemical energy conversion in continuous reactors like fuel cells and electrolyzers is thought to play an
essential role in the future energy landscape, particularly considering the ambitious goals set out by the German
“Energiewende”. Despite more than a century of intensive research and enormous developments, however, the
understanding of the reactions, devices and their long-term behavior is still lacking in several aspects. In this
presentation I will try to demonstrate the novel insights that we have obtained over the last years on particular
issues related to fundamental electrocatalysis. The focus will be clearly set on high-throughput screening via
the scanning flow cell (SFC), which is a big asset in disentangling the enormous parameter space spanned by
the different potential materials, electrolytes and operating conditions of electrochemical reactions. Moreover,
the benefit of coupling various analytical tools online to the SFC for the determination of interface stability and
of reaction selectivity will be shown by some examples. Based on this I will also provide a short personal
perspective on future directions in electrochemical energy conversion research, which will be closely linked to
the strategy that we follow in the newly founded Helmholtz-Institute Erlangen-Niirnberg for renewable energy.
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Some of the most severe hurdles towards deployment of solid oxide fuel cells (SOFC) are lifetime and durability,
which still determine large part of the total costs. Since the required life of SOFC stacks for stationary
applications is considerably high (with a target to reach 80000 hours in 2020), new and improved tools for quick
evaluation of the state of health and lifetime prediction are needed. The current requirements for operational
stability of fuel cells define the parameter “degradation rate” (DR). It should be less than 0.1% / 1000h. Long
term durability tests are performed usually at constant load and the degradation rate is determined by the
voltage decrease as a function of the operation time. Periodically volt/ampere characteristics are taken and
impedance measurements at the operation working point are performed. However, their information
capability and potential are not exploited enough in respect to quantitative evaluation of some degradation
phenomena.

This talk aims at introducing a new testing 40

analysis approach with increased information 1l 0 800 1200h

capability in respect to presentation and

evaluation of degradation which applies 30

differential analysis of the volt-ampere (I/V)

characteristics, determining the differential = 20

resistance (DR). Thus the change in the I/V curves —

during operation becomes comparable in respect

to the extracted Differential Resistance. Since the 104

derivatives are more sensitive to small deviations, ]

the method has very high sensitivity. Its noise 0 | ”ﬂmmmﬂml
immunity is additionally increased by the applied 03 0.4 0,5 0.8 0.7

spectral transform. The testing analysis is
successfully approbated on SOFC cells (Fig. 1). It
can be applied for every system that gives volt-
ampere characteristics.

dR [Qcmz]
Figure 1: Differential Resistance spectra
of SOFC cell during long term operation
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Gas evolution has a profound effect on the functioning of state of the art lithium-ion batteries. On the one hand,
it is the natural concomitant of SEI formation; on the other hand, because of the demand for high terminal
voltages, it is the consequence of electrolyte or electrode material oxidation. This happens at the expense of the
efficiency. Furthermore, the presence of gases in the cell raises safety concerns.

In general, it is important to understand gas formation processes. First, to be able to develop novel electrolyte
mixtures or tailor electrolyte additives that form a stable SEI. Second, to optimize the surface and/or structure
of cathode materials to affect both their bulk oxidative properties upon delithiation and electrocatalytic
activities. Differential electrochemical mass spectrometry (DEMS) is one of the most appropriate tools to
qualitatively elucidate gas evolution reactions in electrochemical systems [1].

Herein, we report on the in situ gas analysis by means of differential electrochemical mass spectrometry and
infrared spectroscopy (DEMS-DEIRS) [2] of various battery systems. We analyze the SEI formation on graphite,
which is the most common anode material and the influence of electrolyte additives on the SEI stability. The
impact of temperature and constant voltage/OCV periods on the first charge cycle (so-called formation process)
is investigated, too [3]. Their effect on both the gassing and electrolyte salt decomposition is described.

The stability problem of the most common electrolytes at high voltages is discussed through the example of
either NMC (LiNixMnyCo:O2) type materials or with high voltage spinels (LiNiosMnisOs) [4]. The
electrocatalytic activity of the individual active material particles seems to play a decisive role in the oxidative
decomposition processes. Through the application of modified cathode surfaces a relation between surface
activity and the amount of produced gases is revealed. Beyond the decomposition of the electrolyte, oxygen
evolution is the crucial factor at high cathode potentials. This effect is particularly apparent for overlithiated
and high Ni content materials. Monitoring gassing over 20 cycles uncovers interesting changes being only
recognizable in “long term” tests. We demonstrate the importance of potentiodynamic cycling in addition to
the traditional galvanostatic test with DEMS-DEIRS in the exploration of reaction mechanisms. Pressure
measurements complete the analysis in terms of validation of gas amounts.
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Cylindrical lithium ion cells of the 18650 format (18 mm diameter, 65 mm length) are subjected to an external
heat influx. Elevated temperature leads to degradation of the electrolyte, the separator and the electrode
material [1]. Exothermic reactions initiate a self-propagating decay of the cell components. During the first
venting and the exothermic phase mainly COzis released from the cell. This is related to the degradation of the
SEl layer and electrolyte deterioration [2,3]. The exothermic phase culminates in the thermal runaway indicated
by a venting incident upon reaching the maximum temperature of more than 700 °C. At this event, large
quantities of flammable and toxic gas are released from the cell. Characterisation is performed by monitoring
the cell temperature, measuring the amount of gaseous emission and quantifying the components in the off-gas
stream.

The cells under test are conditioned according to a CC/CV charging routine to a state of charge of 100% using a
BaSyTec battery test system. The cell under test is fastened within a sample holder and three type-K
thermocouples are affixed onto the can. The thermal ramp test is conducted within an electrically heated tubular
reactor flushed with N2. Heat is applied as a continuous ramp of 0.5 °C min.1 by an electric resistance furnace.
The cell temperature is logged continuously over the whole experiment. Gaseous emissions take place once the
cell’s integrity is compromised by internal pressure build-up from degradation reactions and evaporation.
These emissions displace liquid water from a system of communicating vessels, allowing the precise calculation
of the gas volume released from the cell. Evaluation of the Joule-Thomson cooling during first venting, the
exothermic onset, the self-heating rate and the maximum temperature is performed. Assessment of these
characteristics and the behaviour of gas release specifies the points of automated gas sampling for the ex-situ
analysis by micro-GC (Figure 1). By determination of the gas composition at characteristic events valuable
information on the degradation of Li-ion cells is gained.
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Figure 1: Overview of a thermal ramp test containing the thermal response of the cell and points of gas sampling for GC
analysis. The gaseous emissions (blue dotted line) are plotted cumulatively over the total experiment. Gas compositions
are given for the exothermic phase and the final venting [4]
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Lithium-vanadium phosphate (LisV2(POs)s) based composite electrodes, having NASICON-type structure, have
been found as capable to provide extremely fast lithium transport properties. Their structural, morphology and
surface characteristics as well as electrochemical properties have been studied by a combination of methods: X-
ray diffraction (XRD), scanning electron microscopy (SEM), Brunauer-Emmett-Teller (BET), laser diffraction
particle size distribution (PSD), as well as electrochemical methods: potentiostatic (PITT) and galvanostatic
(GITT) intermittent titration techniques, electrochemical impedance spectroscopy (EIS), and constant current
chronopotentiometry. There were found significant differences in the rate of lithium diffusion depending on
the lithiation stage. According to the PITT, GITT and EIS data, lithium diffusion coefficients drop abruptly by
2-3 orders of magnitude (from 10° to 10'2 cm?s?) in the 4.3—4.4 V potential range vs Li/Li*. Observed
phenomenon was attributed to the LiV2(POu4)s>V2(POs)s phase transition. The electrochemical
extraction/insertion of two lithium equivalents can occur at ultra-high rates (up to 320 C) from/into structurally
more accessible Li2 and Li3 sites, while the de/intercalation of the third lithium equivalent from/into the Lil
position is supposedly hindered kinetically. For the electrochemical data analysis special theoretical models
were developed and applied. These models take into account geometry and phase structure of the diffusion
space, as well as the properties of the phase boundary interfaces. Morphology parameters of the material were
obtained by SEM, PSD and BET methods, and introduced into the mathematical data processing procedures.
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Magnesium has been suggested to replace lithium in secondary batteries, because of its high energy density
(3833 mAh c¢m?), natural abundance (5" most in earth crust), and negative standard reduction potential
(-2.362 V vs. SHE). In addition it can be handled more safely, because metallic magnesium reacts very slowly
with water and air at room temperature. A huge advantage in contrast to lithium ion batteries is, that
magnesium does not form dendrites during electrodeposition and therefore the volumetric and gravimetric
capacity of the anode can be increased by a factor of about 5 compared to graphite Li intercalation materials [1].

Due to its negative electrochemical reduction potential, magnesium reacts readily with oxygen and water.
Unlike other passivating metals, the oxide layer does not prevent the bulk material from further corrosion.
Therefore, it is essential to alloy magnesium to improve the corrosion stability and the workability for the
production of thin foils. Although this could be achieved with zinc or gadolinium [2-4], it is important to ensure
that alloying has no effects detrimental to the intended use of the magnesium.

We report on the electrochemical behavior of the alloys Mg-1.5 wt. % Zn, Mg-1.5 wt. % Gd, and Mg-1 wt. % Gd-1

s —————— wt. % Zn in the 0.25 M (PhMgCl).-AlCls/THF
6| == i-Mocdso v e r electrolyte. in. The concentration of the alloying
- - -2 _MgGdZn_50 pVis_1st
& elements and the oxygen content were
5 4-_ | determined by X-ray diffraction and glow-
E 2] | discharge optical emission spectroscopy. Cyclic
> ] voltammetry (Figure 1) and galvanostatic cycling
% 0- - was conducted in a three-electrode arrangement
2 1 with the magnesium alloys as working and
é s " auxiliary electrodes and pure magnesium (99.9 %,
3 D ] . Goodfellow) as reference electrode.
1 Figure 1: Cyclic voltammograms of three Mg alloys
B ~in 0.25 M APC electrolyte, v =50 uV/s starting from
100 -075 -050 -025 000 025 050 075 1.00 the open circuit potential (~ 0.0 V) in cathodic
Potential vs. Mg/ V direction.
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The growing market uptake of electric vehicles around the world has triggered the need for global
harmonization of testing of electric vehicles and of their rechargeable electrical energy storage systems. Multiple
testing methods to assess battery safety are described in scientific literature and in standards, but these methods
cannot always immediately be used for regulatory purposes. The most relevant factors considered for policy
making will be discussed using the external short circuit test as an example to facilitate improved
understanding of specific policy-making related requirements for battery testing methods.

The External short circuit test simulates a situation when the battery terminals are inadvertently electrically
connected. As a result, the stored electric energy rapidly converts to mainly heat, which may trigger safety
related events such as gas venting, thermal runaway, fire and even explosion. During external short circuit tests
performed the initial short circuit current was found to be 200-300 times higher (Figure 1) than the normal
operating current and the outcome (e.g. rupture, venting, melting of the terminals) of the test was very sensitive
to the initial and boundary conditions (e.g. manufacturing differences). In this presentation the phenomena
occurring at extremely high currents will be identified and different models will be proposed from simple
equivalent circuit model to detailed description of the electrochemical double layer. Finally the findings will be
analyzed from a policy-making perspective.

Sample=118, R, =5 m12

Current/ A

102 10° 10?
time/s

Figure 1: Video image (a) and IR image (b) at the moment of cell rupture (marked by the blue arrow in c) during short
circuit test of a 10 Ah NMC(1:1:1)-Graphite cell at 5m(). The development of current and potential with time is shown
in (c). Max. current 595 A, max. temperature 87 C measured by the thermocouple
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Bioflavonoids are widely distributed in nature, mainly in vegetables and fruits, and in beverages such as wine

and tea [1]. They have important antioxidative, antihepatotoxic, anti-carcinogenic, antiviral and anti-

inflammatory properties [2].

The significant differences in the oxidation behaviour of flavanols and flavanones will be discussed. Only a
small difference in the presence of a double bond causes different oxidation behaviour of these
pharmacologically active compounds. The research is based on electrochemical, UV-Vis and IR
spectroelectrochemical, molecular orbital calculation and chromatographic studies [3-6].

OH
HO O, /@i
OH

Figure 1: (1) Flavonol, (2) Flavone, (3) Flavanone
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The oxidation pathways of flavonoids were studied
in non-aqueous and aqueous solutions. Oxidation
is given by the distribution of various dissociation
forms in the solution [3,6]. Their oxidation
mechanisms resemble the ‘schema carre’ reported
by Jacq [7], which assumes that protonation
reactions are much faster than electron transfer
processes.

These flavonoids were used as natural colorants in
historical tapestries since 15 century. The
determination of oxidation pathways and
identification of degradation products has
importance for the restoration works and saving of
the Cultural Heritage.
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Ionic liquids analogous, known as deep eutectic solvents (DESs), are considered as an alternative to traditional
solvents and ionic liquids. They exhibit some properties similar to ionic liquids, such as a wide electrochemical
window, a low vapor pressure, and good solvent properties, which make them good electrolytes in some
electrochemical applications, like metal electropolishing or electrodeposition [1].

In order to be successfully applied as a basic electrolyte in metal electrodeposition, one of the features that the
solvent should provide, is a wide electrochemical window. If this is not the case, i.e. when cathodic or anodic
breakdown of a basic electrolyte occurs in parallel to metal deposition, the current efficiency will be low, and
electrolyte and/or metal deposit may be polluted with the breakage products.

This work aims to investigate processes that occur on a working electrode, when a mixture of choline chloride
and urea is used as a basic electrolyte in metal electrodeposition. A literature survey evidences that the metal
(Zn, Mn, Co, Cu, Cr) electroreduction from this kind of DES, usually proceeds with current efficiency lower
than 100%, denoting that some electrolyte breakage occurs. Yet, it seems that there are not many data related
to the cathodic breakage of this DES. Some papers conclude that the first cathodic reaction that occurs is
decomposition of choline cation [2], while the other sources assume that the hydrogen bond donor, i.e. urea, is
reduced firstly [3].

In order to get insight into the cathodic processes in basic choline chloride-urea DES, we used cyclic
voltammetry and electrochemical impedance spectroscopy. In the electrochemical setup, working electrodes
were Pt rotating disc, and Pt or steel plates. Reference electrode was saturated calomel electrode or Ag wire (at
temperatures higher than 100 “C), while Pt wire was used as a counter electrode. The cathodic decomposition
products were analyzed by infrared spectroscopy. A particular attention was given to the influence of water
addition on the cathodic electrochemical behavior of DES.

On the basis of the results collected until now, we may assume that in basic choline chloride-urea DES, the
cathodic reaction which starts at the most positive potential, is the reduction of the urea decomposition
products, such as ammonium ion. Water influences the electrochemical behavior of this DES significantly,
because it changes the equilibrium in urea spontaneous decomposition process.
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PEDOT films of different “nominal” thicknesses (about 0.2 — 3.4 pm) were deposited on gold and glassy carbon
substrates and their electrochemical properties were studied in aqueous sulfuric acid, sodium sulphate,
perchloric acid and sodium perchlorate solutions. Cyclic voltammetry (CV), electrochemical impedance
spectroscopy (EIS) and scanning electron microscopy (SEM) were used for the electrochemical and
morphological investigations. According to cyclic voltammetric results the redox capacity of the films increased
monotonically with the film thickness. In the high frequency regions of the impedance spectra, a small diameter
capacitive arc could be observed. Its diameter grew with the thickness of the film. If the films are thick enough
the medium frequency range is dominated by a so-called “Warburg-section”. The low frequency part indicated
capacitive behavior. By comparing the spectra recorded in different electrolytes, the different conductivity of
the solutions and the effect of the different counter-ions were clearly observable. According to SEM images,
thicker films on gold show random-like, but quite well-ordered arrays of islands and trench-like structures.
“Cauliflower” like structures typical for PEDOT films electrodeposited from aqueous solutions [1] could be
observed both on gold and glassy carbon.

a) S5 BN

Figure 1: Secondary electron SEM images of freshly prepared PEDOT films. (a) About 0.4 pm
PEDOT film on gold. (b) About 3.4 pm PEDOT film on gold. (c) About 2.0 pm PEDOT film on
glassy carbon. The length of the vertical bar left to the images corresponds to 5 pm
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Geobacter sulfurreducens, a Gram-negative bacterium, is the best studied Geobacteraceae organism and belongs to
the 0-Proteobacteria family. This is a well-known microorganism for producing energy, interacting with
inorganic electrodes and by using extracellular electron acceptors, besides being important agents in natural
biogeochemical cycles where Fe(Ill) and Mn(IV) reductions are essential [1]. Analysis of the G. sulfurreducens
genome revealed that more than one hundred genes encode for cytochrome ¢ proteins [2], which act as terminal
electron connections with Fe(Ill) and Mn(IV) oxides [1]. Some of these proteins are involved in the extracellular
electron transfer processes, driving electrons from the inner membrane to the cell exterior [3]. OmcF is an outer-
membrane associated protein required for the transcription of genes that are involved in the electricity
production. [4]. OmcF has one heme group, 109 amino acids and a molecular mass of 9.4 kDa [5].

In this work, the electrochemical characterization of OmcF was attained by cyclic voltammetry experiments.
The formal redox potentials were determined in the pH range of 3 to 9. The results obtained showed that the
formal redox potentials are highly pH dependent between the pH values of 6 and 8 (Figure 1). Such dependence,
designated redox-Bohr effect, might be physiological relevant as it is observed in the physiological pH range
for G. sulfurreducens growth. The obtained pH dependence was fitted considering only one acid/base group
model, yielding distinct pKa values for the redox-Bohr centre in the reduced and oxidised forms of OmcF. The
redox potential values at pH 6 and 8 obtained are, respectively +227 + 6mV and +140 * 18mV. Kinetic and
thermodynamic data was also retrieved from the cyclic voltammetry results and will be discussed in terms of
their relevance for extracellular electron transfer processes in G. sulfurreducens.
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Figure 1: Plot of the OmcF redox center’s pH dependence observed by cyclic voltammetry
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Rotating ring-disk electrode (RRDE) is an effective technique to detect and/or explore the behavior of
intermediates and electroactive products of electrode reactions, since the potentials of the disk and the ring
electrodes can be controlled independently. Any such electroactive species generated at the disk electrode is
swept away to the ring where it can be detected by maintaining the ring electrode potential at a desired value.
The method of dual dynamic voltammetry, i.e. applying dynamic potential programs to the generator and the
collector electrodes of a generator-collector system simultaneously, is a promising new method for studying
the mechanisms of complex electrochemical processes [1-3].

It is a widespread opinion that the electrochemical behavior of gold in aqueous media has been thoroughly
studied, and the interface stress changes of gold can be explained by monolayer oxide formation/removal and
adsorption phenomena. However, there are some peculiarities to consider. E.g. by applying the dual dynamic
voltammetric method to an Au/Au rotating ring-disk electrode (RRDE) it could be shown that the sharp change
in the slope of the interface stress vs. potential curve recorded in the oxide reduction region of gold in sulfuric
acid solutions is accompanied by the formation of soluble, electrochemically reducible gold species which can
be detected at the ring electrode.

It was found that the dissolution process is more pronounced in sulfuric acid than in perchloric acid. This is in
agreement with the results obtained by the bending beam method.
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Electroanalytical methods in characterization of sulfur species in
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Electrocanalytical methods provide simple measurements procedure and prompt response for relatively low
cost. Combined with the high sensitivity and selectivity, along with possibility to conduct in-situ
measurements, electroanalytical methods are strong analytical tool for characterization and quantification of
different sulphur species [1-7]. Recently it was shown that electroanalytical methods can differentiate between
truly dissolved, and particulate sulphur fractions including sulphur based nanoparticles (NPs) in water
environment [4,5]. Features of electroanalytical methods, especially voltammetry, makes them appropriate for
use as monitoring tools in assessment of water quality in natural environment with special emphasis for trace
pollutant analyses (sulphur species [1-7], organic compounds [6-10], trace metals [1,7, 11,13], engineered and
natural nanoparticles [4,5, 14-16].

Voltammetry is the only technique that allows speciation and determination of the dissolved sulphur and trace
metal species without many sample handling. Speciation of these compounds affects their biogeochemical
cycling processes as well as biological impacts. Thus, electroanalytical measurements in natural waters are
essential in order to obtain complete information on the speciation and to fully understand the geochemical
cycling and bioavailability (toxicity) of the studied species.

Strong interaction between mercury (Hg) electrode and sulphur species is a background for their
electroanalytical characterization and determination at the Hg electrode (Figure 1). The methodology is based
on the tendency of inorganic and organic reduced sulphur species (RSS) to deposit HgS layer during an
accumulation step at the deposition potential, which is further reduced during the scanning potentials to more
negative values at the hanging mercury drop electrode (HMDE). In solutions containing sulphide anions,
insoluble HgS layer at the Hg electrode surface can be formed by the reversible process of two-electron-transfer
oxidation of Hg at potentials more positive than -0.5 V vs. Ag/AgCl. RSS comprise a group of compounds that
contain sulphur in nominally -2 and 0 oxidation states. Some of the most important members of this group in
natural waters include sulphide, thiols, thiosulphate, sulphite, zero-valent sulphur present as dissolved S8 or
incomporated in polythionates, inorganic and organic polysulphides and polysulphones, colloidal sulphur, as
well as metal sulphide NPs. It was shown that along with sulphide this methodology can be used for organic
sulphur compounds (thiourea, thiols, oxines), thioanions, labile chalcogenide NPs (CuS, PbS, HgS, FeS, Ag:S),
polysulphides and dissolved and colloidal suphur which deposit HgS layer at sufficiently positive potentials
[2,4-7].

Voltammetric measurements in combination with electrochemical nanogravimetric measurements (EQCM),
atomic force microscopy (AFM) and electrochemical scanning tunneling microscopy (EC-STM) on different
electrode surfaces (Hg, Au) are shown to be beneficial in giving more details and information related to
attachment, adsorption, deposition and interaction between selected sulfur species, including NPs and
functionalized electrode surfaces [17]. Experiments designed to monitor in parallel with electrochemical
measurements (voltammetric and amperometric) physico-chemical and surface characteristics (C — potential
and size) of the studied metal sulphide NPs (FeS, PbS, AgzS, CdS) under same experimental conditions, showed
that electrochemical signals of NPs depend on electrolyte concentration and composition as well as measured
C - potential and size of the same NPs in dispersions, determined by DLS [16]. The measurements indicate
significant relationship between C — potential and size of the studied metal sulphide NPs dispersions and
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recorded voltametric and amperometric response, indicating great potential of electroanalytical chemistry in
characterization of physico-chemical and surface chemistry features of the sulphur based NPs in the water
environment. The best electrochemical response is obtained in presence of the smaller NPs, < 100 nm.

In the frame of the project ,The Sulphur and Carbon Dynamics in the Sea- and Fresh-water Environment”
(SPHERE), funded by Croatian science foundation, the sulphur (S) and carbon (C) dynamics between different
environmental compartments (atmosphere, water, sediment, biota) of the sea- and fresh-water environment are
studied. A main focus is given on distribution of S and C compounds between organic, inorganic, dissolved,
colloidal and nanoparticulate fractions. Methodology that is developed in laboratory, in model water electrolyte
conditions, is further tested and applied for the study of natural sea- and fresh-water samples that differ in
environmental redox conditions. To gain better insight of interaction and transport at the air-water boundary,
aerosols and rain precipitation were studied as well. Some of the obtained results will be presented and
discussed.

e

Fe?* + 2e" & Fe®
C4 (Hg surface)
Hg-drop

Fe?* + 2¢" & Fe®
A1/C1(FeS surface)

S

Fe?* + 2e" + HgS

Figure 1: lllustration of electrochemical cell and Hg electrode
processes with presence of dissolved and nanoparticulate reduced sulfur species
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Cyclic voltammetry: Staircase CV vs. true analog CV
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Cyclic voltammetry (CV) is one of the most popular techniques used in electrochemical research. During the
CV measurement, the voltage applied to the electrochemicall cell is scanned with a constant scan reate and the
current response is monitored.

The current response of an electrochemical systems depends on the voltage and on the type of the waveform
applied to the cell. Therefore, for getting accurate and reliable results, it is of crucial importance for the users to
know and understand how a measurement is implemented in the instrumentation used for the measurement.

In this presentation we will compare 3 different types of cyclic voltammetry, based on the type of the potential
scan applied and how the current response is sampled: CV-staircase, CV-analog and CV-current integration.
CV linear

CV current integration
CV stairase

—

staircase linear

Figure 1: Potential profile of a staircase scan and analog scan (left) and the resulting CVs (right) measured
in otherwise same conditions
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New electrochemical techniques in Nova: electrochemical frequency
modulation and fully integrated spectroelectrochemistry
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Nova is one of the most powerful electrochemical software available on the market which is used to perform
measurements and data processing by using an Autolab potentiostat/galvanostat.

In this presentation, two of the newest additions to Nova will be

.
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I.  Electrochemical Frequency Modulation (EEM). EFM is a novel AC
technique used in corrosion applications in which two potential
sine waves of different frequencies are applied simultaneously to
the corroding system and the AC response of the current together
with its harmonics are recorded and analyzed. The specific

corrosion parameters such as the anodic and cathodic Tafel slopes, ™ o =
the corrosion current density and corrosion rate are automatically
calculated.

II. Fully integrated Spectroelectrochemistry support. In-situ spectroelectrochemistry is one of the most popular
hyphenated electrochemical techniques in which the optical (UV/VIS/NIR or Raman) spectra is recorded
during an electrochemical measurement at well-defined potential values. The optical spectroscopic results
are used as complementary information for the characterization of the electrochemically generated species
(end products or intermediates). For this applications, of crucial importance is the accurate correlation of the
optical results with the electrochemical data as well as the convenient control of the instruments and analysis

of the results.

The Autolab Spectrophotometers are fully integrated in the Nova software, very conveniently controlled
from the same interface as the electrochemical instruments and the optical data is acquired and directly
correlated with the electrochemical data.
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A novel multi-sine excitation procedure for impedance
spectroscopy supports automatic drift correction and online error
determination
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The traditional way to measure impedance using single sine (monochromatic) excitation is the most transparent
and robust way to find reliable EIS data. Compared to the time saving polychromatic (i.e. multi sine) excitation,
the advantage is the unequivocal assignment of harmonic content in the response signal to unwanted
interference. Systematic analysis of these harmonics allows for the determination of a reliable measurement
variance for every single data sample immediately after raw data collection is complete. For decades such a
procedure named “Weighted Harmonics Autocorrelation” has proven its benefit for the EIS instruments of the
authors group [1]. Another helpful feature is owed to the periodicity of the monochromatic excitation:
unwanted time drift contributions can be calculated from succeeding periods of the response signal for the
reconstruction of the drift-free response. This allows for an automatic drift correction [2].

These valuable features are hardly achievable using standard multi sine techniques: here, even in the absence
of interference the response signals are neither periodic nor free of harmonics.

In spite of the fact that monochromatic techniques have even the better relationship between information
density and time effort [3], it is sometimes preferable to use multi sine whenever the total measurement time is
crucial.

In this presentation, a novel multi sine excitation method will be presented that keeps the advantages of
automatic drift correction and online error determination analogous to the monochromatic single sine
procedure.

Keywords: EIS, error determination, drift correction, multi sine, batteries, fuel cells
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Investigations on long-term behavior of bifunctional air electrodes
for zinc-air flow batteries
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In order to counterbalance electricity fluctuations caused by an increasing share of electricity generated by
renewable sources, i.e. wind and solar, higher energy storage capacities need to be implemented into the
electricity grid. Electrochemical energy storage systems, such as stationary flow batteries, present one option,
whereby the zinc-air flow battery (Eq. 3) is especially promising due to its use of the inexpensive, safe and
abundant active storing metal zinc [1,2].

Zn electrode: Zn(OH)s> +2e 2 Zn+40H Eq.1
Air electrode: 40H 2 O0;+2H0+4e Eq. 2
Overall reaction: 2Zn(OH)2> 2 2Zn+40H +0,+2H0 Eq. 3

As depicted in Eq. 1, zinc is dissolved into the flowing alkaline electrolyte during discharge and can then be
stored in an external compartment. During charging, zinc is electrochemically redeposited on the electrode’s
surface. On the positive air electrode (Eq. 2), oxygen supplied from the surrounding air is reduced to hydroxide
ions during discharge (oxygen reduction reaction — ORR) and generated again during charging (oxygen
evolution reaction — OER) [1,2].

As summarized in Fig. 1 several key parameters are to be considered during manufacturing in order to achieve
well-performing and stable bifunctional air electrodes. The main factors causing deteriorating performances
are the highly oxidative potentials and the vigorous oxygen bubble formation during OER, which slowly
degrade the electrode’s porous structure and materials. The implementation of precious metal-free oxide
catalysts into bifunctional air electrodes, which exhibit high long-term stability during prolonged charge and
discharge cycling, and the effects leading to final electrode degradation were investigated.

y Bifunctional catalyst with high ) High (fycling
/ activity toward ORR/OER /.__efficiency
/ /
/ High number of 3-phase zones Good
Air (gas/electrolyte/catalyst) / reversibility
Electrode ¢ — y
De;ir On i Gas diffusivity < electrolyte (AN N
g inermeability Scalability
Chemical and mechanical o B
stability term stability

Figure 1: Schematic of the important parameters for obtaining stable and catalytically active air electrodes

For the manufacture of bifunctional air electrodes the catalysts were mixed with binder and conductivity
additives, e.g. carbon nanofibers, and supported on nickel foam, which functions as current collector and
mechanical backbone of the electrode. Electrochemical characterization was carried out by charge and discharge

35



6th RSE-SEE Conference
Book of Abstracts

cyclization (1 h each) in half-cell configuration at current densities of 50 mA cm?, whereby stable ORR and OER
potentials over a period of several hundred hours where achieved [3].

References:
[1]]. Fu, Z.P. Cano, M.G. Park, A. Yu, M. Fowler, Z. Chen, Electrically Rechargeable Zinc-Air Batteries: Progress,
Challenges, and Perspectives, Adv. Mater. (2016).
[2] L. Jorissen, Bifunctional oxygen/air electrodes, |. Power Sources. 155 (2006) 23-32.

[31 B. Pichler, S. Weinberger, L. Rescec, 1. Grimmer, F. Gebetsroither, B.Bitschnau, V. Hacker, Long-term behavior of
bifunctional air electrodes with high stability during pulse charging for zinc-air flow batteries (submitted).

36



11-15 June 2017
Balatonkenese, Hungary

OEN 145

Stable cathodic material for zinc-ion batteries based on Prussian
blue derivatives for stationary applications

Ghoncheh Kasiri!, Amir Bani Hashemi!, Jens Glenneberg? Robert Kun? Fabio La Mantia!

U Energiespeicher- und Energiewandlersysteme, Universitit Bremen, Bremen, Germany
2 Innovative Sensor and Functional Materials Research Group, Bremen, Germany

Bibliothekstr. 1, Bremen, 28359, Germany

kasiri@uni-bremen.de

In 2015, we introduced an aqueous zinc-ion battery based on copper hexacyanoferrate nanoparticles (CuHCF)
for grid-scale energy storage devices with an operational discharge voltage of 1.73 V.[1] Later on, moderate
cycle stability with a specific charge retention of 74.35% after 1000 cycles in 20 mM ZnSOs was achieved.
Recently, we have shown that the current rate and the electrolyte (nature and concentration) greatly affect the
performance and aging of the CuHCF. In particular, the aging of the cathodic active material occurred at a
shorter number of cycles when the concentration of the electrolyte was higher and the current rate was lower.[2]
In addition, we observed that the aging process of CuHCF in presence of Zn salts was caused by a phase
transformation.[2]

For this reason, we modified the chemical composition of the Prussian Blue derivative in order to reach a longer
cycle life and stabilize the system. Several materials were synthesized, in which Cu was partially substituted
with Zn, namely with Cu:Zn ratios equal to 85:15, 90:10, 93:7, 95:5, and 98:2. Among them, the mixture with the
Cu to Zn ratio of 93:7 has shown the best performance with the capacity fading of 85.5% after 1000 cycles, which
is about 11% less than the capacity fading of pure CuHCF in the same electrolyte. Furthermore, there is no
evidence of the phase transformation upon cycling the mixture of KCuo0.93Znoo7HCF even after 1000 cycles in 20
mM ZnSOa. The use of mixture CuZnHCF as an active material appears to be a very promising step forward in
the application of aqueous zinc ion batteries for grid-scale energy storage.
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Figure 1: a) Reversible specific charge vs. number of cycles for pure CuHCF (black) and mixture of KCuo.93Znoo7HCF
(blue) at 1C current rate in 20 mM ZnSOs, and b) Columbic efficiency vs. number of cycles for pure CuHCF (red) and
mixture of KCuo.93Znoo7HCF (blue) at 1C current rate in 20 mM ZnSOs
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While vehicles with proton exchange membrane fuel cells (PEMFC) are already commercially available, its most
vital part — the electrocatalysts still contains too high quantities of the very precious platinum. In order to make
the electrocatalyst cheaper, one has to further enhance the kinetics of the slow oxygen reduction reaction (ORR)
for instance by alloying Pt with other transition metals. In addition to improving the kinetics of the
electrocatalyst, one has to also consider the scalability of the electrocatalyst synthesis. Record breaking specific
and mass activities of Pt-based electrocatalysts in thin film rotating disc electrode setups (TF-RDE) are being
reported on an annual basis. Although such materials show immense potential of Pt-based electrocatalysts for
further commercialization of PEMFC, nearly all of their synthesis processes base on the same poorly scalable
polyol synthesis with average scale of 30-50 mg per batch, and make them unsuitable for transition from TF-
RDE to membrane electrode assembly (MEA).

Our in-house gram scale patented synthesis of a PtCus/C catalyst [1] enables synthesis of up to 20 gram
electrocatalyst batches. The process involves partial galvanic displacement of copper on carbon support (Cu/C)
with platinum precursor salt (K2PtCls). Obtained PtCuO/C composite (Fig. 1a) is then further annealed in order
to form PtCus nanoparticles with an ordered pm3m structure (Fig. 2a).[2] In this work, we reveal insight into
the annealing step of our PtCus/C catalyst by a highly advanced characterization method; in-situ annealing
transmission electron microscopy (TEM). The results are further complimented by ex-situ X-ray diffraction
(XRD) analysis and electrochemical measurements using TF-RDE.

a.) b.)

Figure 1: TEM image of the PtCuO/C composite (a) prior to thermal annealing step of the synthesis and (b) after thermal
annealing step of the synthesis on the same location
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In recent decades, more and more systems (start-stop, drive-by-wire, brake-by-wire) are being developed in the
automotive industry which use the car's electronic system therefore reliable power sources are necessary. It is
essential to understand thoroughly the detailed behavior of the battery to increase its efficiency, stability and
monitorability which is the most popular field nowadays.

Over-discharge plays an important role in aging because it increases the probability of initiation of grid
corrosion, sulfation and loss of active mass. In this work the effects of over-discharge have been investigated
via ohmic resistance increase, temperature change and the loss of capacity separately for the negative and the
positive electrode. Most of the measurements were carried out in a prepared cell which contained a negative
and a positive plate, an Ag | Ag:SOs reference electrode, a shunt (for measuring current accurately), a dummy
battery and electronic load (Figure 1).
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Figure 1: Experimental system Figure 2: Over-discharge characteristic of cell

It was found that the ohmic resistance highly increased during the cell reversal. This process and also the
increasing gas evolution [1] caused significant temperature rise inside the electrode. This phenomenon may
have a very serious influence on aging specifically the loss of capacity because there is high temperature and
gas flow at the same time.

The loss of capacity caused by over-discharge was also investigated. At first, a state of health measurement was
executed and after that a certain percent of the cell’s SOH was also discharged (depth of discharge) and this
procedure was repeated four times (Figure 2). The results of these measurement are summarized in Table 1.

Table 1: Loss of capacity as a result of over-discharge in case of negative and positive electrode

Depth of State of health of negative electrode before i measurement
discharge 1t 2nd 3rd 4t
100 % 100 % 98 % 96 % 94 %
110 % 100 % 97 % 95 % 93 %
120 % 100 % 94 % 91 % 88 %
~ State of health of positive electrode before i measurement
120% 100 % 96 % | 93 % 95 %
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It is stated as the results of these measurements that the loss of capacity is very significant in case of negative
electrode at high DOD level. The main reason of this may be that the expanders and other additives have been
oxidized irreversibly during reverse charging.
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Investigations of the electrochemical behavior of phthalocyanines (Pc) have been in the foreground of research
during the last decades especially as a catalyst of the oxygen reduction reaction (ORR). However, these
molecules have their own limits. These are organic compounds, therefore their conductance is much lower than
in case of metallic catalysts. On the other hand, their conductive properties vary immensely with their redox
states.

In this study the conductive behavior of Pcs was analyzed by measuring the 2-point and 4-point resistances of
the Pc layers simultaneously (Fig 1. bottom half). Several Pcs (FePc, PdPc, polyCuPc and HPc) were measured
at different pHs. These results combined with the cyclic voltammetry and the potential dependence of EQCN
frequency can deliver fundamental information about the micro processes during electrochemical reactions.
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Figure 1: Cyclic voltammogram (black curve), EQCN frequency response (red dotted curve), the 2-point (green curve)
and the 4-point resistance (wine dotted curve) of FePc microcrystals attached to gold surface. Electrolyte: 0.1 M
deaerated H2SO4. Scan rate: 10 mV s

It was found that Pcs have several conductive states. In neutral state the resistance is very high, and when
protonation / deprotonation takes place the conductivity increases heavily. When counter ions enter the layer
during the electrochemical reactions the resistance also decreases. The redox changes of the central ion also
influence the properties of the layer.

These results can lead to better understanding of the redox behavior of phthalocyanine layers, which can help
us developing better catalyst layers or sensors in the future.
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The hyphenation of electrochemistry (EC) with capillary electrophoresis (CE) was introduced in 2003 as a
concept enabling the separation of neutral analytes via electrochemical generation of charged species during
hydrodynamic sample injection [1]. The conventional approach for electromigrative separations of neutral
analytes is the addition of surfactants forming micelles (micellar electrokinetic capillary chromatography).
However, there is a limited compatibility of solutions containing surfactants with electrospray ionization mass
spectrometry (ESI-MS). As an alternative EC-CE-MS can overcome this problem. Our group has developed and
characterized several instrumental generations of EAI devices [2]. A fully automated EC-CE-MS system with
integrated screen-printed electrodes is extensively used in our laboratory. This system allows a user-friendly
operation. The strength of EC-CE-MS is particularly seen in cases where charged product species can be formed
electrochemically. Bioanalytical studies can be undertaken under near physiological conditions in absence of
organic solvents. [3, 4]. In case of neutral product species HPLC is the preferred separation technique. Very
recent results concerned with EC-HPLC-MS will be presented.

"1

e

Photograph of the automated system for the coupling of electrochemistry — capillary electrophoresis — mass spectrometry
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High quality aquaculture products must fulfil several requirements, including the adequate color and
nutritional value. As fish cannot synthesize pigments, the coloring agents need to be incorporated into their
diet. The most used coloring agents are carotenoids. Carotenoids are a diverse class of polyisoprenoid
hydrocarbons (carotenes) and their oxygenated derivatives (xanthophylls) and have an important role as
defenders from UV-Vis light, precursors of vitamin A and natural antioxidants. Due to the positive effects on
health, various methods that would allow their easy and quick determination are researched.

Until now, electrochemical investigations of carotenoids have been performed in non-aqueous media [1] with
an exception of some studies in micelle systems [2] and as self-assembled monolayers (SAM) in aqueous phase
[3]. Voltammetric measurements for characterization of carotenoids in fish samples are also sparse in literature,
so this approach could provide a better knowledge of their mechanism of action and input into their use in
aquaculture and potentially beneficial effects on human health when consuming fish food.

In this study, relatively new voltammetric method for the characterization of carotenoids (astaxanthin, lutein
and {-carotene) and their detection in fish samples named stripping voltammetry microprobe (SPV) [4] was
applied. This method is based on a formation of a precipitate film of analyte on the electrode surface by
pipetting 5 pL of analyte dissolved in organic solvent and allowing the solvent to evaporate in air. By means of
this technique, lipophilic compounds could be analyzed in aqueous media.

Measurements were conducted on a paraffin impregnated graphite electrode (PIGE) using square-wave
voltammetry (SWV) in a wide range of potential scan rates in 0.1 M HCIOs aqueous electrolyte. Prior to the
analysis, fish samples were macerated in acetone allowing the extraction of carotenoids present in samples.

The results revealed that the oxidation of different carotenoid standards is not similar. While S-carotene and
lutein showed one irreversible peak at E=0.453 V and E =0.687 V, respectively, oxidation of astaxanthin turned
out to be more complex process. It has one well defined reversible peak at E =-0.350 V followed by one poorly
defined shoulder at E=-0.109 V and smaller reversible peak at E=0.470 V. Analysis of fish samples precipitates
on the surface of PIGE was performed using SWV under optimal experimental condition: Esw =50 mV, f=100
Hz, dE =2 mV. Both salmon and bass samples revealed a reversible peak at the same potential, E =0.960 V.

Proposed method showed good sensitivity and applicability on real samples and has a potential of further
development.
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In the course of our electrochemical studies in bioanalysis, sometimes we encountered with the need of an
effective reagent for determining trace hydrogen peroxide. To meet such demand, we have so far developed
some reagents to detect trace levels of hydrogen peroxide. The reagents should be highly sensitive and specific
to hydrogen peroxide. Among them, 4-(2-pyridylazo)resorcinol-titanium(IV) complex, denoted as Ti-PAR
reagent, was found to be quite promising, because titanium(IV) has strong chemical affinity to hydrogen
peroxide and PAR ligand has intense light-absorbing property [1]. In this study, this complex was assessed as
an effective reagent to determine hydrogen peroxide based on the experimental results and spectral analysis.

Method: Determination of hydrogen peroxide was made by measuring the absorption peak at 508 nm due to
the formation of Ti-PAR-H202 complex. Ab initio calculations were performed by using Gaussian 98 Rev. A. 7
and Gaussian 03 Rev.D.02 with RHF/STO-3G basis set. UV-visible spectral analysis was made by ZINDO
method.

Results and Discussion: Following the addition of hydrogen peroxide to the Ti-PAR reagent, the absorption
peak appeared at 508 nm due to the formation of Ti-PAR-H202 complex. Its absorbance was proportional to the
concentration of added hydrogen peroxide. It exhibits high sensitivity to hydrogen peroxide due to a
considerable large absorbance of the PAR ligand moiety at 508 nm with an apparent molar absorptivity for
hydrogen peroxide of 3.6 x 10* M' cm™. Using this reagent, we have attained highly sensitive analysis of
hydrogen peroxide with the detection limit of 4 pmol per test. In the determination of hydrogen peroxide in
various real samples using this reagent, inorganic ions and organic compounds, such as ascorbic acid, amino
acids, were actually found to cause no significant interferences on the analytical results.

When we promoted the use of the Ti-PAR reagent as an effective reagent for determining hydrogen peroxide,
an actual molecular structure of the Ti-PAR-H202 complex dissolved in a test solution was confronted with
essential evidence, i.e. what species is an entity of the Ti-PAR-H20: complex giving the absorption peak at 508
nm. Although a structural model was tentatively proposed based on some experimental results [1], definite
structure for the colored species at 508 nm remained unsolved from the viewpoint of theoretical calculation. To
solve this problem, the molecular structure of this complex was confirmed by the UV-visible spectral
simulations in the present study.
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A disposable electrochemical sensor for convenient room temperature detection of gaseous benzaldehyde will
be presented. The sensor is composed of a three-electrode screen printed system modified with a mixture of
Nafion polymer membrane containing novel tetrahydrazinium EDTA salt. This mixture serves a dual purpose,
i.e. as benzaldehyde accumulation/derivatisation medium, and as semi-solid polyelectrolyte enabling
voltammetric measurements. These can provide for several unprecedented characteristics for electrochemical
determination of gaseous benzaldehyde (Fig. 1a) such as: i) a wide linear response in the examined
concentration range of 0.01-1 gm? of gaseous benzaldehyde in combination with 60 min accumulation time
(Fig. 1b); ii) also sub-gm= concentration levels could be detected when the exposure period is sufficiently
prolonged corresponding to the calculated limit of detection 0.005 gm-.
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Figure 1: a) Cylovoltammetric (100 mVs™) response corresponding to reduction of benzyl hydrazone. Experimental
conditions correspond to 0.5 gm-3 gaseous benzaldehyde and accumulation time of 105 min. b) Corresponding
calibration curve
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CeO2 nanoparticles and Nafion have been employed to create a novel modified glassy carbon electrode for
Malachite Green (MG) detection. The methods used for electrode characterization include square wave anodic
stripping voltammetry (SWASV), batch amperometry and electrochemical impedance spectroscopy. FT-IR
spectroscopy was carried out in solid state, bringing to light the electrostatic attractions that take place between
MG and the polymer, making the electrode architecture very favorable.

Various surfactants (anionic, cationic and non-ionic) were used to prepare the CeO2 nanoparticle suspension.
Their effect on the response of the modified electrodes was studied, together with other parameters, such as
CeO:2 suspension and Nafion solution concentrations. The optimum conditions were applied to detect MG in a
real sample, a commercial product used in ornamental fish farming.
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The discovery or in a certain extent rediscovery of polymers possessing variable and high electronic
conductivity launched a new field of research about 40 years ago. Electrochemistry has played a significant role
in the preparation and characterization of these novel materials, which has served as a basis for many advanced
applications in different areas spanning from the energy technologies to the health care. This lecture is intended
to give an overview on the history of this field and on the achievements until now. The tasks for the future are
also discussed. We focus on the electronically conducting polymers (shortly conducting polymers) but the redox
polymers and the distinction between the two categories will also be discussed. The Nobel Prize in 2000 also
helped to popularize these compounds. A simple Google search gave 4 680 000 entries on conducting polymers
in January, 2017. A narrow search using the database of the ScienceDirect resulted in 271 483 hits. The far highest
citation number can be found for polyaniline, polypyrrole has the silver medal, and these polymers are followed
by PEDOT and polythiophene. It is worth to analyse the reason of the even increasing interest regarding these
systems since the fundamental nature of charge propagation and the basic properties have already been
clarified [1, 2]. The utilization based on the useful properties of conducting polymers has started even at the
end of the last century, e.g., the variation of the conductivity in electronic devices including thin film transistors
and insulated gate field effect transistors or in gas sensors; the color change in electrochromic display devices
or in smart windows, the electroluminescence in light emitting devices, the swelling-deswelling accompanying
the charging-discharging processes in artificial muscles, the charge storage capacity in energy technologies
(batteries, supercapacitors), and corrosion protection. One of the most notable features of the conducting
polymers is the potential-dependent variation of their charging state. It can be applied e.g., to remove ionic
species from waste water via stripping, and release those by changing the charging state of the polymer layer.
Similarly, it is possible to regulate the dosage of different medicines even in vivo. Conducting polymers with
combination with other compounds (embedded enzymes, polyelectrolytes etc.) can be used for specific
purposes, e.g., in biosensors.

In the last two decades the researchers have started to apply novel approaches. The new trend is the fabrication
of composites including nanocomposites of polymers and other materials such as carbon nanotubes, graphene
or inorganic compounds having special structure and properties. Microsystem technologies have been
replacing by nanosystem technologies. The biocompatibility of several conducting polymers provides
opportunity for the application in medicine as artificial muscles and limbs, as well as artificial nerves. More
sophisticated and combined techniques have been developed, and have become widespread tools in the
laboratories all around the world; e.g., scanning microscopies, or the new versions of electrochemical quartz
crystal nanobalance. In the recent years we have reached a deeper level of understanding of the behavior of
these systems that we can use to improve the performance of the devices based or use conducting polymers.
The improvement occurs either by a fine-tuning of already promising systems or by using more sophisticated
compositions and structures. The use of the derivatives of the monomers or copolymerization of different
monomers may be an option to obtain conducting polymers, which are more flexible or rigid or even crystalline
for e.g., heterojunction solar cells, as well as which are mechanically and chemically more stable, have a more
advantageous processability etc. The functionalization of conducting polymers which lead to smart materials
interacting and responding to their environment is also a great opportunity. The preparation of self-doped
polymers is also a good way to overcome the problems of the ionic charge transport during redox switching
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and other limitations of the use of the polymer. The development in the field of conducting polymers is
unbroken, and we still expect new discoveries and novel utilizations in several areas such as energy storage
and power sources, photovoltaics, health care, and different technologies.
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The importance of electrocatalysis will be discussed in the broader context of the emerging hydrogen and
circular economies. The future challenges will be boiled down to recent sub-nano-scale insights into how metal
nanoparticles as electrocatalysts behave under chemical reaction conditions, which in turn are critical for the
understanding and optimization of electrochemical (conversion) processes.

Dealloying is an electrochemical phenomenon where the less noble metal gets selectively leached out of a binary
alloy leaving behind either a nano-porous or core-shell structure.! 2 Therefore dealloying has become one of the
key strategies for producing electrocatalysts. In the case of Pt-alloys, which are considered highly promising
cathode PEM fuel cell electrocatalysts, the activation procedure includes dealloying as an effective way to
prepare very active surface. This causes structural, morphological and composition changes inside and on the
surface of nanoparticles (Figure 1). At the sub-nano-scale many details are still missing. Known and less known
phenomena are demonstrated on our home-made PtCus nanoparticulate electrocatalysts with advanced
characterization techniques such as High Resolution Identical Location Transmission Electron Microscopy (IL-
TEM),? Electrochemical Flow Cell coupled to ICP-MS, Monte Carlo Simulations, etc.

A deeper understanding of the nano-scale electrochemical phenomena will eventually help us utilize various
electrochemistry treatments to our advantage. As an example, a novel green platinum recycling concept will be
proposed.

20 nm
Figure 1: High resolution identical location TEM micrographs of PtCus single nanoparticle before and after
electrochemical activation
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Porous carbons were prepared through KOH activation of biopolymers such as chitosan, pectin, starch or
cellulose. The porosity and surface area strongly depend on the temperature of activation. Different electrolytes
were tested to select the most suitable one for electrochemical capacitors. As the best was chosen 1 M H2S0.a.
Figure 1 presents dependence of capacitance values versus current load for activated carbon from pectin in
various electrolytes. Lower but very stable values of capacitance during cyclability measurements were
obtained for carbons operating in 1 M Nax50s. All carbon electrode materials in alkaline electrolyte show
decrease in capacitance as the current regime was increased. The activated carbon prepared from chitosan with
the temperature of activation standing at 750°C exhibits the largest specific surface area and capacitance of 295
Fg at a current density of 0.1 Ag'in the acidic medium. Moreover, the activated carbon from chitosan shows
good rotation and excellent cycling stability (almost 99% capacitance retention over 5000 cycles).
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Figure 1: Capacitance values versus current load dependence for activated carbon from pectin

Applying different polysaccharides as precursors of activated carbons gives possibility to obtain carbons with
well-developed surface area, which provide high capacitances probably as a result of suitable porosity and
electrolyte ion dimensions. The activated carbons had a surface area more than 2800 m2g-, with predominant
contribution of micropores, where mainly the charging process of the electrical double layer took place.
Furthermore, the polysaccharide-based activated carbons showed good charge propagation and excellent
cycling stability.
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Carbonaceous materials are well known and readily used in a broad range of applications. Owing to the well-
developed porous structure and the presence of certain surface functional groups, these materials are
commonly used as adsorbents for a wide range of contaminants from gaseous or liquids media. Currently,
activated carbons are also widely used as the electrodes for electric double-layer capacitors because of their
high surface area, chemical stability and acceptable price.

This work is focused on the carbon materials obtained from biopolymers such as lignin, cellulose and chitosan
as precursors. The carbonization in nitrogen atmosphere followed by chemical activation in KOH was chosen
as a synthesis method. The resulting carbon materials were characterized by well-developed surface area and
microporous structure, beneficial for electric double-layer capacitors (EDLC) electrodes. In parallel, graphene-
like materials obtained from graphite oxidation followed by thermal reduction were also synthesized.

The main goal of performed research tasks was to compare the electrochemical properties of carbon materials
applied as electrode materials in different energy storage systems - electrochemical capacitors and in hydrogen
storage systems. The special example taken into the consideration were hybrid capacitors composed of a
battery-type electrode and a high surface area carbon electrode. This kind of configuration allows merging the
advantages and reduces the drawback of redox and capacitive based systems. As one can see in Fig. 1, the same
electrode material can give different electrochemical response depending on the type of device in which they
are employed.
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Figure 1: Cyclic voltammetry curves recorded for activated carbon (AC-L) and thermally reduced graphite oxide
(TRGO), in different electrochemical systems: (a) and (b) hydrogen storage (Scan rate: 5 mV s); (c) and (d)
electrochemical capacitors with symmetric and asymmetric construction (Scan rate: 10 mV s)
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This work will report on the influence of the physicochemical properties of carbon-based electrodes of various
origin on their electrochemical response in various energy storage systems.
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Double layer capacitors (DLCs) are key components for energy storage systems, e.g. for economic hybrid
electric vehicles. Due to their high power density and outstanding cycle stability, as compared to batteries,
DLCs are advantageous in applications like energy recuperation from braking. However, comparatively low
energy density and high costs limit their application and performance improvement is required. Within various
possible electrode materials, vertically aligned carbon nano-tubes are expected to provide many advantageous
properties towards next generation DLCs due to their unique structure and their electrical properties.

Authors have been involved in two FP7 projects, which objectives were the development of economic growth
processes for aligned carbon nano-tubes on metal electrode surfaces. The aim of this lecture is to present
electrochemical characteristics of supercapacitors, built form vertically aligned carbon nanotube (VA-CNT)
grown on different substrate, such as nickel and aluminium foil, and carbon felt. Electrochemical cell
configurations have been developed with high double layer capacity, and power density. Organic electrolytes
are targeted to achieve high cell voltage and energy density. Application oriented tests were performed to
demonstrate the improved charging efficiency, long-term stability and useful lifetime of the optimized devices.

The CNT electrodes were tested and evaluated in symmetric electrochemical test cell setups in various
electrolytes. TEABFs/acetonitrile being the standard electrolyte in commercial DLC cells was found to be
suitable for CNT based supercaps as well. For characterization of supercapacitor performance, the following
investigations were done on the samples: Impedance spectroscopy, cyclic voltammetry and galvanostatic
charge-discharge.

Electrochemical testing revealed the huge potential of the CNT-films for energy storage applications. Specific
capacities strongly depend on the specific surface area of the electrode material and thus are directly influenced
by the CNT diameter. For samples with the lowest CNT diameter capacities of up to 60 F/g were obtained. Very
low series resistance was measured indicating the excellent contacting of the aligned CNT forest to the metallic
electrode and fast ion diffusion kinetics within the high aspect ratio 3D structured CNT films. The overall low
resistance of CNT electrodes can be clearly attributed to their unique structural properties. While in active
carbon based electrodes particle-particle resistance and complex micropore geometry add to limited charge and
electrolyte ion transport, CNT electrodes profit from their completely different architecture.

e every single CNT is in direct contact to the current collector

e electronic resistance along the CNT is very low

e surface area is completely accessible

e intertube pores are larger then 10 nm and are directed towards the other electrode thereby leading to a

very fast ionic transport.

Long-term tests demonstrated that the life-time of supercapacitors determined principally by the
electrochemical stability of substrate material. Long-term stabiltity tests on supercapacitors built form VA-CNT
on carbon felt electrodes up to 1.000.000 charge-discharge cycles demonstrate excellent stability of the CNT test
cells.
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Since Helmholtz’s statement in 1879, the double layer has been regarded to be capacitive, implying
instantaneous double layer structure changes following those of voltage. Accordingly, the vast majority of the
double layer theories in the past hundred years have been of static nature; time or frequency do not appear in
the resulting equations. In other words, the kinetics of the double layer rearrangement processes have always
been out of the scope.

Recent advances of methodology enabled precise studies of the kinetics of double layer rearrangement
processes. To be presented are results of impedance spectroscopy measurements, made in cooperation with
colleagues at the Ulm University in the past decade. These experiments have been performed with systems
which are very simple and well-defined from conceptual points of view — like CV and EIS measurements on
Pt(100) in aqueous HCI solutions or on Au(100) and HOPG in ionic liquids. The results demonstrate that
charging-discharging of the double layer is far from being immeasurably fast; in particular, in the case of the
ionic liquids these processes are rather sluggish. These demonstration experiments are aimed to urge
theoreticians to include slow adsorption-desorption and local transport processes in their double layer models.
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Flicker noise is a low-frequency phenomenon which in many cases dominates the noise of electronic devices or
sensors. There are classically three statements about flicker-noise that are considered to be valid, namely a; the
power spectral density exhibits a ~ 1 / f * behavior, b; it is a typical non-equilibrium noise and ¢; even though
there is no generally accepted model about flicker noise but it is in many cases attributed to surface
inhomogeneities, without any real evidences.

Statement a and b do not show any conflict in the case of electronic devices since those normally show pure
Ohmic behavior in the low frequency region. On the other hand, in electrochemistry the situation is just the
opposite. Due to diffusion control or slow relaxation processes electrochemical immitance spectra exhibit
significant reactance and thus frequency dependence even in thermodynamic equilibrium. Here we have to
emphasize that noise and conductance (immitance) are strongly related phenomena since both are originated
from the stochastic motion and reactions of the free charge carriers present in the systems. Strictly saying, there
are no two different models for conductance and noise, a consistent stochastic model for a particular system
must provide both the impedance and the noise of that system. The fluctuation-dissipation theorem of
thermodynamics has one basic consequence, namely the real part of the immitance and the corresponding noise
spectrum are in one-to-one correspondence in thermodynamic equilibrium:

Su(w) = 4kTZ' () or @

Si(o) = 4kTY (w), 2)

where Su(w) and Si(w) correspond to the power spectral density of the potential and current fluctuation, Z’'(w)
and Y’(w), mean the real part of impedance or admittance, respectively, k and T denote to the Boltzmann factor
and absolute temperature.

An electrochemical cell may provide an immitance the real part of which exhibits ~ 1 / f * behavior even in
thermodynamic equilibrium. Thus under the same condition the power spectrum density of the corresponding
noise will also exhibit a ~ 1 / f * behavior. If we considered this latter to be flicker noise we would get into
contradiction with statement b since we are still in thermodynamic equilibrium. To avoid this problem, we
defined a new concept, the dimensionless relative noise spectrum:

_ Sul@) _ si(e)
5@) = B 70) = BTV 0] ©

which we consider to be the real measure of noise. Sri(®) shows a constant unity value in thermodynamic
equilibrium while out of equilibrium it may or may not show different values. We consider a noise to be flicker
noise only if the relative noise spectrum exhibits a ~ 1/ f * behavior.

The most important theoretical question about flicker-noise is whether it can be attributed to surface or bulk-
phase phenomena (see statement c). Electrochemistry offers a unique possibility to decide this question since
as compared to solid-state systems it is much easier to exchange the composition of the bulk-phase (electrolyte)
and surface properties (metal phase of the electrode) independently of each other.

Examples will be shown for different redox systems with different electrode materials. According to our
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experience out of equilibrium the relative noise spectra can be modeled with a simple ~ 1 / f * behavior while
the mere power spectral density in each case need a more difficult model. We found that flicker noise primarily
depend on the composition of the electrolyte and the applied external polarizing current. We concluded that
flicker-noise in electrochemical redox systems can be attributed to bulk-phase phenomena such like diffusion
and solution phase reactions of the electroactive species.
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The electrochemical reduction of CO: is currently receiving global interest as one of the most promising
solutions to mitigate and utilize CO: gas, which is regarded as one of the main components of greenhouse gases
[1]. The main advantage of using an electrochemical approach for CO2 conversion is that it can be combined
with renewable energy resources (solar, wind, hydro) [2]. Efforts have been devoted to develop superior
nanostructured electrocatalysts and search appropriate electrolyte solutions. Ionic liquids (ILs) have recently
gained significant attention as electrolyte for CO2 reduction due to the following advantages: (i) ILs exhibit a
selective and relatively high absorption of COz; (ii) the solubility of CO: in ILs can be tuned by tailoring the
structures of cations and anions; (iii) ILs decrease the overpotential of CO:2 reduction via the complexation of
CO: radical anion with the imidazolium cation [3]. Therefore, ILs are proposed as alternative, more effective
next generation solvents for CO:z capture/sequestration and conversion. However, the mass transport of CO2 in
ILs is typically slow due to the relatively high viscosity of ILs. One possibility to improve mass transport in ILs
is to decrease their viscosity by dilution with water.

In this work, we have chosen 1-butyl-3-methylimidazolium tetrafluoroborate ([BMIm][BF4]) as a model IL, to
which defined amounts of water are added. Note that [BMIm][BF4] is fully miscible with water. A DOSY-NMR
method is used to determine the concentration and diffusion coefficients of CO2 and of other solution
components. The effect of water is further explored in the diffusion-controlled CO: electroreduction in
[BMIm][BF4] + water. The diffusion coefficients obtained from DOSY-NMR are compared with those obtained
from electrochemical measurements. A silver working electrode is used due to its high selectivity and activity
towards the formation of CO. The formation of CO in CO: electroreduction is confirmed by complementary
analysis of products by online gas chromatography.
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Multi-component composites made of MnO2/CNT/G and carbonized L-cysteine/L-serine/melamine were
synthesized and these showed excellent electrocatalytic properties including superb onset potentials and
current densities. A carbonization process has proven to be a factor in increasing the porosity of the initial
precursors. The mesopores present in the catalysts have shown to have an impactful effect on the oxygen
reduction process. The N-doped carbon materials obtained after carbonization exhibit relatively high surface
areas (BET) of 306 m? g and 400 m? g, for N1_1000C and N2_1000C respectively, and notably large pore
volumes of 1.078 cm?® g (N1_1000C) and 1.032 cm? g1 (N2_1000C). These catalysts exhibited great performance
towards oxygen reduction reaction (ORR) in alkaline media compared to MnO: nanotubes. Moreover, the
different amounts of N-bonding formed at different carbonization temperatures has shown to influence the
ORR. It has been shown that these N-, S-doped nanomaterials can attain large current densities and favorable
ORR kinetics. The electron transfer numbers (= 4e7) showed that these mesoporous catalysts can achieve an
excellent stability and performance towards ORR. Moreover, excellent Tafel slopes for ORR were obtained with
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A new generation catalytic materials for hydrogen evolution reaction and oxygen evolution reaction containing
transition elements of iron group (without precious metals) were produced to generate hydrogen as a clean
fuel.

In order to improve the kinetic of electron transfer and hence the overall electrocatalytical behavior of the
electrode material several multi-crystalline and amorphous electrochemical deposited alloys between Ni, Co,
Fe, as hyper-d elements with typical hypo-d elements such as Zr, Mo, W and Re were obtained. Nonmetallic
inclusion of P was used for formation of amorphous deposits. Alloys were deposited by methods including
potentiostatic and galvanostatic modes of sophisticated electrolytes on carbon and non-carbon substrates. The
alloys were characterized by X-ray fluorescence, scanning electron microscopy (SEM) with energy dispersive
X-ray, X-ray diffraction and X-ray photoelectron spectroscopy methods. Polarization curves and
electrochemical impedance spectroscopy measurements were used to study the electrocatalytic activity of the
electrodes at room temperature. The results show that the obtained new catalytic alloys are promising electrode
materials for electrochemical water splitting.
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A typical SEM image of NiFeCoP alloy deposited on carbon paper
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Catalytic activity of composites, obtained by the simultaneous reduction of graphene oxide (GO) and
electrodeposition of nickel, towards the hydrogen evolution reaction was investigated in alkaline and acidic
electrolyte. Graphene oxide, prepared by modified Hummers method, was drop-casted onto the copper
substrates and reduced in the solution of Ni?* ions. Duration of electrolysis was varied from very short times,
sufficient for the reduction of all mass of the graphene oxide and formation of first nickel deposits to the
prolonged times at which coalescence of nickel, hence coverage of all reduced graphene oxide (rGO) by nickel,
occurs. Although all prepared surfaces showed improved electrocatalytic properties compared to the pure
nickel surface, clear dependence between electrolysis time and electrocatalytic activity, reflected in appearance
of maximum electrocatalytic activity for moderate electrolysis times, was observed. This observation indicates
that rGO could have more than a simple supportive role and is discussed in terms of spillover of Hads from Ni
to the rGO at the NilrGO interface.
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Platinum-supported electrocatalysts are a key component of the low-temperature fuel cell with polymer ion-
exchanged membrane. A regulation of hierarchical structure of MxPt/C catalysts at different levels of the
organization of such structure is the basic direction to enhance the functional characteristics of these materials.
At the same time, the search for the optimal compositions and methods of synthesis for these catalysts is
hampered by inhomogeneity of formed metal nanoparticles in the composition, size and architecture, as well
as by features of their spatial distribution on the surface and in the pores of the carbon support particles [1,2].

The aims of this study were: obtaining of electrocatalysts based on bimetallic nanoparticles MxPt (M = Cu, Co)
of similar composition, but with different architecture and studying a microstructure of the catalysts; studying
of electrochemical performance of MxPt/C catalysts in the reactions of oxygen electroreduction (ORR) and
methanol electrooxidation (MOR) in acidic media; an assessment the stability of the catalysts in the process of
multiple repetition of the cyclic potential sweep.

Figure 1 shows the idealized architecture bimetallic nanoparticles, which we expected to obtain by the
application of methods of joint or sequential chemical reduction of metal precursors in the carbon slurry.

Figure 1: Schematic representation of MxPt nanoparticles of different architectures: a solid solution,
the gradient and the "core - shell” nanoparticles

It is found that the synthesis of MxPt nanoparticles by sequential reduction of metal’s, and then - platinum
precursors, could optimize structural characteristics of the materials. Thus, the samples of MxPt/C
electrocatalysts obtained, were not inferior commercial Pt/C samples in ORR activity and were superior in
stability. Furthermore, M.Pt/C catalysts showed significantly higher tolerance to methanol and activity in MOR
as compared with the commercial Pt/C catalyst with a similar Pt loading. The regimens of MxPt/C catalysts
thermo-treatment have been found, which improved their functional characteristics. Features of the
electrochemical behavior of the synthesized materials are explained, considering the microstructure of metal-
carbon materials and architecture of bimetallic nanoparticles.
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The importance of electrodeposited metals and multilayers keeps growing due to various properties of high
technical relevance such as corrosion protection, mechanical and magnetic properties etc. In parallel, an
immense improvement of the composition depth profiling methods took place in the last decades. Instead of
just a simple bulk composition analysis (e.g., with the standard energy dispersive analysis in the scanning
electron microscope), nowadays a large variety of instrument are available with the capability of nanometric
in-depth resolution. In order to exploit the opportunity offered by these up-to-date instruments, a large variety
of electrodeposited alloys and multilayers have been studied. The present lecture offers a comprehensive
summary of these results. For sputtering-based depth profiling methods, the advantage of the application of
the reverse depth profiling direction was also taken of, highlighting the composition variations in the near-
substrate zone of the deposit that is normally not available with a sufficient resolution if the sputtering is carried
out with the normal direction.

Samples studied were all prepared at room temperature with either galvanostatic plating or a two-pulse plating
on silicon substrates previously covered with a Cr(5nm)/Cu(20nm) bilayer to provide both adhesion and
conductivity. When the deposit was removed from the substrate, the deposit of interest was also plated with a
nickel layer of a few micrometer in order to make the sample self-supporting. The Si/Cr/Cu cathodes were
applied in two configurations: (i) facing upwards in the bottom of the cell with a stagnant electrolyte solution;
(ii) as a rotating electrode facing downward. The composition depth profiling studies were performed with
either Secondary Neutral Mass Spectrometry (SNMS) or Glow Discharge — Time-of-Flight Mass Spectrometry
(GD-ToFMS), while elemental maps were also obtained in the Transmission Electron Microscope (TEM).

The general experience was that in stagnant solutions, the preferentially deposited component(s) of the
electroplated alloy accumulate in the near-substrate zone as compared to the mean alloy composition achieved
during the steady-state deposition. This accumulation trend proved to be independent of either the substrate
or the alloying elements. In ternary systems, a correlation between the mole fraction of the preferentially
deposited elements was found, which can be explained as an interplay of the deposition preference and the
depletion of the electrolyte solution in the cathode vicinity. The correlation between the mole fraction of the
preferentially deposited elements could be confirmed with direct TEM elemental map observations. When the
hydrodynamic conditions during the deposition was well controlled (rotating electrode configuration), the
near-substrate accumulation of the preferentially deposited metals could be suppressed.
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For multilayers, the composition depth profiling analysis was helpful in observing two sample features that
remain hidden in the bulk analysis. First, the development of the surface roughness could be taken into account
in the elucidation of the composition depth profile data. Secondly, a strong correlation in the occurrence of the
impurities was found, which draws the attention in the fundamental difference in the deposition of the specific
layers in a multilayered deposit.
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The VersaSCAN is an Electrochemical scanning Microscopy single platform capable of providing spatial
resolution to both electrochemical and materials-based measurements. Traditional electrochemical experiment
measure an average response over the entire electrode/electrolyte interface. Rarely is a sample homogenous.
Samples often consist of local sites of passivate/active nature or sites of anodic/cathodic character. This need to
investigate localized phenomenon led to the emergence of scanning probe electrochemistry.

In collaboration with LEPA-EPFL, we offer the Soft Stylus Probe contact mode technique developed by
Professor Hubert Girault and co-workers for constant distance SECM. The probe technology offers benefits like
Constant distance SECM: SECM imaging without major topographic artefacts. Ideal for tilted, corrugated and
rough samples.
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The potentiostat is still a young instrument, considering the average age of chemical methods and instruments.
Less than 100 years ago the polarographic instrument was introduced (1922). In the 40’s the potentiostat was
developed and in the 60’s the frequency response analyzer. These instruments allowed academics to investigate
electrochemical processes in more detail. Analog potentiostats were bulky devices. In the 80’s digital
potentiostats became available. These instruments were cheaper, easier to operate, and had the potential to be
smaller. Convenient features, like auto-ranging, soon became a standard option. Today analog potentiostats are
only used for very specific measurements. The majority of potentiostats are digital.

In the beginning of the new millennium PalmSens BV, at this time under the name Palm Instruments BV, was
founded by Dr. Kees van Velzen. PalmSens BV developed a commercialized, pocket-sized potentiostat. This
potentiostat was battery powered and was operated by a pocket PC, a PDA running on Windows CE. Together
with the increasing research in and production of Screen Printed Electrodes (SPEs) the foundation for research
focused on electrochemical point-of-care devices was laid. Electrochemistry could be performed anywhere.

Nowadays pocket sized high-tech electronic devices are ubiquitous and also the potentiostat has followed this
development. Potentiostats have shrunk. PalmSens BV’s smallest potentiostat, EmStat3, has a footprint below
40 cm? and weighs only 85 g. Small potentiostats need small controllers thus smartphones or mini-computers
such as Raspberry Pi are perfect computer replacements for mobile electrochemistry. The combination of an
EmStat with a smartphone makes a rapidly developed point-of-care device.

We will present developments which make it easier for electrochemists and engineers to develop their own
complete point-of-care system based on the EmStat platform.

Another important development in the field of portable electrochemistry was the capability to perform
Electrochemical Impedance Spectroscopy (EIS). Thus portable potentiostats can compete with many desktop
devices. Recently we launched the PalmSens4, a potentiostat, galvanostat, and impedance analyzer which offers
high performance for field work, a flexible lab, a glove box, or wherever you need electrochemistry. The device
and its specifications will be presented.
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The Plasma electrolytic oxidation (PEO) is a type of high-voltage anodic oxidation capable to produce a thick
oxide layer with a wide range of coating structures influenced by the electrolytic system. This process enables
the combined adjustment of both characteristics, i.e. the morphology and chemical composition. Thus, the
possibility exists to generate an individual structure and to form a crystalline surface in a single step
respectively [1, 2]. A highly porous surface with a high crystalline content is ensured through the process of
plasma electrolytic oxidation of pure titanium. In the present study the plasma electrolytic oxidized TiO2-layer
were investigated about its crystallinity through the layer thickness. The layers were prepared with a high
applied voltage to optimize the crystallinity of the PEO layer. Raman spectroscopy and electron backscattering
diffractometry (EBSD) were selected to clarify the structure of the oxide layer in its crystallinity and phase
composition. The composition of the TiO2-phases is more or less irregular distributed resulting from the higher
energy input on the uppermost side of the layer. Scanning transmission electron microscopy (STEM) should
provide a deeper understanding of the structure and the effects of plasma discharges on the layer. Therefore it
is an indication that the plasma discharges have a strong influence on crystallite formation on top of the oxide
layer.
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The great urgency of finding new energy sources resulted in an upsurge in the electrocatalysis and battery
research. However, optimization and improvement of various energy conversion and storage systems require
a better understanding of the electrochemical processes limiting their performance. Thus, further development
of new in-situ characterization methodologies is of great importance. One of the methods providing a deeper
insight into the electrode/electrolyte interface processes is the laser induced current transient (LICT) technique.
This technique can be easily combined with other commonly used methods (i.e. cyclic voltammetry,
electrochemical impedance spectroscopy and electrochemical nano-gravimetry), providing a powerful tool for
detailed characterization of various systems.

The rapid illumination of the electrode surface results in an increase in its temperature directly influencing the
inner Helmholtz plane of the electric double layer [1]. As a consequence, one observes current transients whose
sign, in the simplest case, corresponds to the sign of the excess electrode surface charge. The LICT is also a
relatively simple technique of evaluating the potential of maximum entropy (PME)
and, closely related to it, the potential of zero charge (PZC)- the fundamental properties of the electric double
layer.

We present for the first time the results of the in-
situ LICT technique implementation for battery
systems investigating Na:Ni[Fe(CN)e] thin films as
model electrodes. Surprisingly, the electrode
surface charge stays positive within the whole
potential range of intercalation/de-intercalation of
sodium (Figure 1) and potassium cations from
aqueous media. This indicates that the complexity
of intercalation mechanisms of alkali metal cations
into the films might be oversimplified. Further, we ST
demon-strate the influence of the electrolyte pHon | |- 1
the net charge of the Pt(poly) electrode surface.
Apparently, the be-havior of the system is not only
governed by the concentration of H* cations but

also by the metal cations present in the electrolyte. Figure 1: LICT characterization of the Na:Ni[Fe(CN)s]
film in aaueous 0.25 M Na>SOa

0.25 M Na,SO,;

t/ms
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Electrochemical and spectroelectrochemical studies on electron
transfer reactions on transition metal complexes with m-acceptor
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Multinuclear transition metal complexes bridged by ligands with extended m-electronic systems such as
hexaphenyl-5,6,11,12,17,18-hexaaza-tribiscyclopentadienyl titaniumnaphtylene [(Cp2Ti)sHATN(Ph)s] show a
variety of complicated electronic transitions and electron transfer reactions.[1] They are therefore intensively
investigated as artificial analogues to a number of natural systems capable of converting light into chemical
energy by translocating charges over large distances or to generate light efficiently.[1] While a systematic
understanding of the photochemistry and electrochemistry has been atained for binuclear complexes,[1] much
less is known about trinuclear and multinuclear complexes.[2]

Trinuclear titanocene(Il) complexes include formally three titanocene(ll) fragments with two d-electrons, i.e.
they contain six potential d-electrons. The voltammogramm of [(Cp2Ti)sHATN(Ph)s] shows three reduction
waves and six oxidation waves. Solution spectra of [(Cp2Ti)sHATN(Ph)s] as well as of its electrochemically
formed products [(Cp2Ti)sHATN(Ph)s];, [(Cp2Ti)sHATN(Ph)s]* and [(Cp2Ti)sHATN(Ph)s]* show electronic
transition in the UV, visible and NIR ranges.

The existance of a single occupied molecular orbital (SOMO) populated by a single electron transferred from
one of the Ti(Il) centers to the HATN(Ph)s ligand gives rise to several characteristic electronic transitions from
which the most prominent is the intervalence charge transfer (IVCT) transition between the Ti(Ill) center and
the remaining Ti(II) centers. IVCT is devided into two steps: first an electron transfers from metal to ligand
(MLCT) and than from ligand to metal (LMCT). Another transition related to the SOMO is the ligand-centered
SOMO-LUMO transition. When oxidized to [(Cp2Ti)sHATN(Ph)s]*, one Ti(Il) center is transformed to Ti(IlI).
The electronic configuration of the HATN(Ph)s ligand is not changed. If the complex is oxidized to
[(Cp2Ti)sHATN(Ph)s]?, one electron is extracted from the SOMO. A MLCT transition is still observed in the NIR
absorption spectrum, initiated by a photoinduced electron transfer from the remaining Ti(II) center to the
ligand. As there is no populated SOMO, all other transitions involving the SOMO, especially the SOMO-LUMO
transition, are not found in the spectrum. For the reduced form [(Cp:Ti)sHATN(Ph)s], the “SOMO” is fully
occupied and becomes the new HOMO. However, one can still observe HOMO-LUMO transition and MLCT
and LMCT transitions.
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Hybrid sol-gel coatings, which combine the properties of organic and inorganic materials, are among the most
promising novel corrosion resistant coatings, used for the protection of aluminum and its alloys. Novel
solutions are needed because traditional high-performance chromate conversion coatings are toxic and
cancerogenic. One of the precursors for the synthesis of hybrid sol-gel coatings are silanol molecules and it is
assumed that they react with the surface primarily via a condensation mechanism, as shown in figure 1a.»2To
shed some new light on the atomistic bonding mechanism, the interactions of a simple silanol molecule
(methylsilanetriol) with a model of the oxidized aluminum surface at the solid/vacuum interface, were studied
within the framework of Density Functional Theory (DFT) utilizing periodic boundary conditions and the PBE
exchange-correlation functional. The condensation reaction between two methylsilanetriols in the gas-phase
(figure 1b) was compared to the condensation reaction between the molecule and the oxidized surface (figure
1la). According to the calculations both reaction energies are exothermic. The reaction of the molecule with the
surface is by about 0.2 eV more exothermic, indicating that the bond between the molecule and the surface is
slightly stronger than the bond between the silanol molecules themselves. Our calculations thus show that the
currently proposed silanol-surface bonding mechanism is physically sound.

a Slms
o
H S@
o " O + HO

—_—

oxide film AE=—04 eV oxide film

aluminum aluminum
b .
SIRg
] s
H™ \0 + H.0 Figure 1: a) Reaction scheme and the calculated reaction energy
O/H AE=—0.72 eV S!iH (AE) of a silanol molecule reacting with the surface via the proposed
| 3 condensation mechanism. b) Reaction scheme and the calculated AE
SiRg of the dimerization reaction between two silanol molecules
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Metal electrodeposition on foreign substrates proceeds through the formation of nuclei at active sites randomly
distributed over the electrode surface. Following the formation of nuclei, particles are grown by diffusion of
metal ions to nuclei and successive charge transfer at the electrolyte/particle interface. Irrespective of the particle
growth regime (diffusion, mixed kinetic-diffusion, kinetic control), particle size distribution and morphology
are influenced by the nucleation rate A and by the saturation number density of nuclei No [1]. Therefore,
controlling the size and morphology of electrodeposited nanoparticles imposes to predict the dependence of A
and No on electrodeposition parameters. For this purpose, an effective method is to fit chronoamperometric
current transients by models describing the dependence of the current transient on A and No [1, 2]. In this
framework, the application of the model proposed by Scharifker and Mostany (SM) [2] for electrochemical
nucleation and three-dimensional diffusion controlled growth is the consolidated practice in the study of
electrodeposition. However, the SM model can hardly be extended to cover deviations from three-dimensional
diffusion control including, for example, mixed kinetic-diffusion control [1] or non-negligible contribution of
surface diffusion to particle growth.

In this contribution, a novel method is presented to compute the current transient generated by electrochemical
nucleation and three-dimensional growth of metal nanoparticles under the general case of mixed kinetic-
diffusion control. The proposed method, which is derived from the integral formulation of the multi-particle
diffusion problem [3], reduces the computation of the current transient to the solution of a set of integro-
differential equations and can predict the average size of particles nucleating within any prescribed time
interval. We demonstrate that the method can overcome the limits imposed by the application of the SM
approach to mixed kinetic-diffusion control [1]. Preliminary results are illustrated in Fig.1. This compares the
chronoamperometric current transients predicted by the proposed method with the detailed numerical solution
of the multi-particle diffusion problem [3] for the
case of instantaneous nucleation at different values
of the dimensionless growth  constant
Kep=kc/DNo'2, ke and D denoting the charge
transfer kinetic constant and the diffusion

0.08

coefficient, respectively.

Figure 1: Comparison between the current transients
predicted by the proposed method (solid lines) and by
detailed numerical solution of the multi-particle
diffusion problem (empty circles)
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Chlorine is produced electrochemically at annual rates of approx. 40 million tonnes of chlorine at the cost of 150
TWh (approx. 10% of the chemical industry consumption); producing more than 100 million tonnes of carbon
dioxide. The net efficiency of the chlor-alkali industry is high (approx. 95%) with an estimated cost of 675 EUR
per tonne of chlorine. An increase in efficiency by only 1% will result into savings of approx. 500 million EUR.

(1]

Oxygen evolution reaction (OER) is a competing reaction, in the chlor-alkali industry, as it is
thermodynamically favored but kinetically hindered. Therefore, OER is considered a parasitic reaction and a
complete suppression is desired. State-of-the-art electrocatalysts for the chlor-alkali industry are based on Ru-
Ti mixed oxides. Recent theoretical studies on the active sites in chlorine evolution [2] are opposing the general
belief that RuO: is the active site.[3]

Herein, we present our recent findings on the attempt to identify the active sites for chlorine evolution on
nanocrystalline oxides. Our electrochemical tests corroborated with structural characterization show that the
concentration and position of Ti atoms can enhance or suppress the OER. X-ray absorption spectra points to a
structural distortion of the expected rutile structure which we believe to be the cause for the OER enhancement.
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The PEM electrolysis of water is an attractive and efficient method for producing hydrogen and oxygen at low
temperature. The development of proton exchange membrane water electrolyzers (PEMWE) has been held back
by the cost of components such as the PEM (proton exchange membrane) and the precious metal
electrocatalysts. Since there are still no non-noble metal electrocatalysts with satisfactory activities, it becomes
vital to reduce production costs by improving the specific performance and durability of the well established
noble metal electrocatalysts. On the hydrogen side of the cell, platinum provides the best performance and is
commonly used for the PEMWE cathode. The most of the overpotential losses are related to the electrochemical
processes at the anode, where the oxygen evolution reaction (OER) takes place. Therefore, the development and
optimization of anode electrocatalysts is of great importance for PEMWE technology. The extensively studied
catalysts for oxygen side are Ir, IrOx, RuOx.

In the last decade the method of magnetron sputtering (MS) it has been introduced as an alternative of the
classical methods for catalysts preparation offering several advantages as homogeneous distribution of the
metal particles and low metal loading (down to 10 pg cm2). The catalysts prepared by MS are deposited as thin
compact (mono, bi- or poly- metallic, and/or oxide) films upon selected substrate material or even directly onto
the polymer electrolyte membrane.

1,6 : : - This work presents a research on the preparation of composite
80 0C Au-Ir films deposited by direct current magnetron sputtering

15 (DCMS) on glass and carbon substrates over 25nm Ti layer in
R 200C various thickness combinations and evaluation of their

g catalytic activity toward oxygen evolution reaction (OER) in

water electrolyzers. The composition, surface structure, and
morphology of the deposited sputtered films are characterized

E/V vs. RHE
=
S
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\
13 ] by XRD and XPS analysis. The catalytic efficiency is evaluated
b 00 04 08 12 16 . . . .
| 50nm Au- 10nm I £V R in acid aqueous solution (0.5M HzSO4). using a standard ichree
1.2 50 100 15 clectrode cell and PEM cell using the conventional

electrochemical methods of cyclic voltammetry and steady
state polarization curves (the figure presents measurements in
PEM cell). It is found that by proper variations in the films thickness it is possible to realize synergetic effects
leading to essential decrease in Ir loading and the cost of catalysis without sacrifice in efficiency. The research
also proves that the method of DCMS could be used as precise technique for deposition of multilayered catalysts

i/mA.cm?

with controlled thickness and tailored synergetic effects between the components.
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Combinatorial approaches for development of new materials are the most efficient ways toward identifying
compositions with enhanced properties. Thin film combinatorial libraries are obtained from vapor phase using
multiple source geometries where each alloying source is purposefully positioned off axis with respect to the
substrate center. The obtained compositional spread along the substrate is screened and compositional
mappings of the property of interest are performed [1]. Copper and Cu alloys are presenting a widely varied
field of application. Besides the predominant use of pure Cu for electrical conductors a number of alloys possess
high industrial importance due to their high mechanical strength, good thermal conductivity and excellent
corrosion resistance. In the present work Cu-Ni, Cu-Zn and Cu-Pd thin film combinatorial libraries are
evaluated for use in electrooxidative sensing [2-4]. Enhanced electrocatalytic activity was identified in each
library for certain compositions during the oxidation of formaldehyde and glucose. After a compositional
mapping, for all analyzed Cu-based libraries compositionally induced microstructural and crystallographic
changes were identified and their influence on the sensing behavior was evaluated. In part (a) of Figure 1 the
principle of glucose detection via electrooxidation is schematically presented. The same principle is used for
formaldehyde detection.

(a) (b)

1.0 outlet
08 g(l;':me gluconic acid CE
. OH OH O <
HO O — HO ~ 2mM
] glucose
E 06 7
<
= X
o4 SN
~ + 50 mM +50 mM Y
2> mM nscorhir uric acid
0.2 alucose acid
0.0 N N . . ;
0 50 100 150 200 250
/s Cu-X
Figure 1: (a) Glucose detection via electrooxidation (b) Flow-type scanning droplet cell

The electrochemical response to both formaldehyde and glucose was investigated using scanning droplet cell
microscopy with flowing electrolyte (FT-SDCM). The technique allows for localized addressing of a well
defined area on the surface of the library due to its contact operation mode. Using 3D printing the body of the
flow cell was realized accommodating a counter electrode (CE) and a reference electrode (RE) together with the
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electrolyte inlet and outlet as shown in part (b) of Figure 1. At the tip of the cell a predefined opening allows
the electrolyte to come in contact with the investigated surface and the sealing is ensured by using a patterned
silicone O-ring. The diameter of the area addressed for a single measurement can vary in a wide range from
50 um to several mm providing a very good spatial resolution. All Cu-based thin film libraries were scanned in
this way with high compositional resolution allowing a precise identification of interesting alloys to be further
used for actual sensors development.
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It is well known that the oxygen reduction reaction can proceed through two pathways: the four-electron and
the two-electron one, which result in the formation of water or H20, respectively. The former has been in the
focus of research in electrocatalysis recently because of its significance for fuel cells and batteries. However, it
is important to note that hydrogen peroxide is an important industrial chemical. It is an environmentally
friendly oxidant, important for water disinfection, bleaching and synthesis, its annual production reaching
about 3 000 000t [1]. H20z2is currently produced in the anthraquinone process, which is a sequential batch
process requiring large-scale facilities and a large amounts of energy. The electrochemical production of H20:
would be more attractive, allowing on-site production requiring only air, water, and electricity (which could be
supplied by renewable sources). At DTU Physics a class of catalyst materials based on Pt and Pd alloyed with
Hg have been developed, which are highly active and selective for H20O2 generation by oxygen reduction [2,3].
However, the use of mercury limits the potential application of these materials due to its toxicity. Conversely,
carbon-based materials, which are inexpensive and environment-friendly, are a promising alternative. In this
work, we examine different carbon black materials as catalysts for the electroreduction of molecular oxygen to
H202. The faradaic efficiencies of these materials for the desired reaction, which is competing with the four-
electron pathway, are vastly different, ranging 18-81%. In order to elucidate the source of the difference in the
electrocatalytic properties of these materials a series of investigations were undertaken including XPS, TEM
imaging, BET surface area determination, coupled with electrochemical measurements and the modification of
the materials by wet oxidation, high temperature treatments, etc. The results show that their ORR selectivity
likely depends on several factors, notably the specific surface area (Figure 1A) and the ratio of carbon and
oxygen atoms on the surface (Figure 1B), as well as the presence of trace elements. The results show that the 2-
electron oxygen electroreduction pathway is facilitated on carbons with high surface area and an intermediate
amount of surface-bound oxygen. The observed dependencies could potentially be used to design new carbon
catalysts with higher faradaic efficiencies for H202 generation by oxygen electroreduction.
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Figure 1: Dependence of the faradaic efficiency on (A) the surface area determined from BET adsorption isotherms (B) the
ratio of C and O atoms on the surface determined by XPS. The dotted lines are presented as guides for the eyes
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Rhenium (Re) is a refractory metal with a unique combination of properties. It has high melting point and
excellent wear properties, it does not form carbides and does not have a ductile to brittle transition, it has
excellent mechanical properties at high temperatures, and attractive catalytic properties. For these reasons, Re
and its alloys have attracted much interest in many industrial applications, such as aerospace, nuclear, electrical,
chemical, and biomedical.

In this presentation, I will review our six-year study of the electrodeposition and electroless plating of Re-based
alloys. Issues such as the catalytic effect of iron-group metals on the deposition of rhenium, the early stages of
deposition, the effects of bath deposition and pulse plating, electroless plating on carbons, and the
microstructure of thin films, will be discussed.
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Electrochemical techniques are powerful and versatile analytical techniques that offer high sensitivity,
accuracy, and precision with relatively low-cost instrumentation. The most common electrochemical techniques
used for the analysis of pharmaceuticals and biological samples are: Cyclic Voltammetry widely used for the
study of redox reactions as well as Stripping voltammetry and Pulse Voltammetry mostly used for the
quantitative determination. The choice and application of most preferred electrochemical techniques is closely
related to physicochemical properties of the organic functional groups that comprise drug structure, especially
on redox properties of the pharmaceuticals and biomolecules in real samples.

Electrochemical techniques have been applied for the determination of pharmaceutical compounds in dosage
forms such as tablets and biological samples (real and spiked urine samples, blood and serum). Various types
of pharmaceutical compounds are analyzed by electrochemical techniques like: anticonvulsant drugs
(derivatives of hydantoin), antibiotics (anisomycin and azithromycin), antidepressant, cardiovascular drug
usually used in therapy for erectile dysfunction (sildenafil citrate) and mixture of anticonvulsant and analgesic
drugs (phenobarbital sodium and paracetamol).

Electrochemical investigation of selected pharmaceutical compounds in correlation with analytical methods
gave a possibility for structural identification of oxidation products and based on that to propose the oxidation
mechanisms as was performed for hydantoin and anisomycin. In the case of azithromycin the electrocatalytic
degradation was successfully performed by indirect oxidation revealing that electroanalytical method can be
an alternative to chromatographic method in determination of azithromycin in electrolytes containing chlorine.

The obtained data show that different electrochemical methods combined with spectroscopic, spectrometric
and chromatographic techniques provide fast quantitative and qualitative response of the investigated
standards and commercial drugs. Some advantages of electroanalytical methods are underline such as the short
analysis time, need of small volumes of investigated samples, sensitivity for the simultaneous determination of
trace substances, measuring a very low concentration of analyte (nM) facilitating wide linear range. Besides,
with the drug analysis in biological samples important data are collected enabling further clinical
investigations.
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Simple and mixed metal olivine type compounds such as LiFePOs and LiFeosMnosPOs are considered as a
promising cathode materials for lithium ion batteries. However, both compounds has low conductivity, which
usually can be improved by ultra thin carbon shell coating and by nanostructuring of active particles. Recently
it has been shown that PEDOT and other conducting polymers additives can positively effect on the
electrochemical performance of electrode materials for lithium ion batteries. In particular, the use of PEDOT:PSS
dispersion as conductive binder for olivine type cathode materials showed an increased specific capacity and
high rate capability of materials [1,2].

High rate performance of electrode materials is determined by kinetics of interfacial charge transfer and Li-ion
diffusion in the bulk of materials. Therefore, the investigations of the influence of different components of
composition on the kinetics of interfacial charge transfer and bulk Li* ion transport are the issues of primary
importance for understanding the intrinsic limitations for fast charge-discharge of LFP batteries and finding the
rational strategy for improvement of material.

In this work we present new results on the investigations of electrochemical performance of LFP/PEDOT:PSS
and LFMP/PEDOT:PSS cathodes, obtained by traditional way with PVDF binder and electrodes with the same
initial cathode material modified by different conductive binders (PEDOT:PSS, CMC and their combination)
with and without carbon black.

The morphology and structure of prepared composites were characterized by X-ray diffraction measurement
and scanning electron microscopy. EDX analysis was performed with an energy-dispersive X-ray spectrometer
X-act (Oxford Instruments, United Kingdom). All the samples showed well-defined characteristic reflections
for the orthorhombic olivine-type structure of LFP and LEMP before and after mixing with PEDOT:PSS polymer
dispersion, that confirm the maintenance of highly crystalline structure.

In order to get more deep insight into charge transfer and transport processes occurring in the cathode materials
the systematic EIS measurements were performed and the characteristic parameters were derived by fitting to
equivalent electrical circuits. The obtained kinetic parameters (interfacial resistances, effective Li* diffusion
coefficients) allow to reveal the role of different components in electrochemical performance of LFP/PEDOT:PSS
and LFMP/PEDOT:PSS materials. The comparison of the functional properties of different LFP and LFMP
based materials and kinetic parameters derived was performed. It was found that the decrease of resistance
Rct and increase of effective diffusion coefficients Deif are main factors, responsible for observed positive effects.
The observed influence of conduction polymer modification on the improvement of electrochemical
performance of LFP and LFMP based cathode materials and possible reasons underlying in this effect well be
discussed.
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Metal deposition on conducting polymer (CP) substrates is intensively studied in view of the numerous
applications of metal particles-modified electrodes, e.g. in the fields of electrocatalysis, electroanalysis and
electrochemical sensing. The main approach used to deposit metal particles on supported CP layers consists in
electrocrystallisation carried out under potentiostatic, pulse-potentiostatic or galvanostatic conditions. There is
also another most specific opportunity to deposit metal particles on CPs by using the intrinsic redox properties
of the polymer material. In this approach pre-reduced CP layers are put in contact with solutions of metal ions
and a spontaneous process based on the coupling of metal ions reduction and CP oxidation takes place. This
process is self-confined and depends markedly on a number of factors such as thickness and doping ions of the
CP layers, concentration and ionic state (cations or anion complexes) of the source for metal reduction ([1-5]
and literature cited therein). An overview of results obtained in the case of electroless deposition of silver and
palladium on poly(3,4-ethylenedioxythiphene) (PEDOT)-coated electrodes will be given.

PEDOT layers are obtained by electrochemical polymerization of the monomer in the presence of perchlorate,
dodecylsulfate or polysterensulfate ions. Two different electrode substrates (glassy carbon,- GCE or spectral
graphite, SGE) are used for the polymerization of EDOT. It is found that depending on the doping ions of PEDOT

there are marked differences with respect to the polymerization Kinetics, surface morphology and finally amount of
deposited metal. In all studied cases use of SDS-doped PEDOT results in larger amounts of the obtained metallic phase.

It is established that the electrode substrate plays a significant role for the polymerisation of PEDOT-PSS with
delayed formation of the PEDOT layers observed on GCE in comparison to SGE. For PEDOT with one and the
same polymerization charge obtained at both types of electrodes the coupled metal ions reduction/CP oxidation
proceeds in completely different ways. A steep OCP increase for GCE in contrast to much slower and gradual
OCP change for SGE is observed and results in ten times larger amount of palladium deposited at PEDOT-
PSS/SGE. Palladium electroless deposition for both PSS-doped and SDS-doped PEDOT results in the formation
of Pd nanoparticles with mean size of about 5 nm and homogeneous distribution over the polymer surface with
larger amount of metal obtained in the PEDOT/SDS case.
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In an attempt to create an ultra-high capacity capacitor, we examined the application of a “nanoionics
mechanism” proposed by ]. Maier by the use of activated carbon fiber. The preparation process involved
vacuum-deposition of Sn on the surface of activated carbon fiber (Kuractive #2000, Kureha Chemicals made,
specific surface area: 2000 m? g), followed by oxidation by heating in the presence of oxygen (to form SnO:)
and immersion into an organic solvent containing 1 M of LiClOs. We measured the specific capacity under a
constant current charging/discharging of 1C rate. The measured capacity was as high as 250 mAh/g, i, e., the
same as that of a Li-ion battery. Apart from Sn we also examined Pd, Cu, In and Ag, and obtained comparable
results.

When these metals were vacuum-deposited on the surface of activated carbon fiber, followed by heating in the
presence of low pressure of oxygen, the cyclic voltammograms of the treated activated carbon fiber was
successfully stabilized due to the formation of a thin metal oxide film at the surface.
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A number of different methods have been used to prevent metal corrosion, such as coating, electroplating,
cathodic protection and use of inhibitors. The protection of metal surfaces with porous sol-gel coatings create
an opportunity to further improve corrosion protection by impregnating the pores with corrosion inhibitors.
These entrapped molecules can be released upon damage of the protected surface. The released molecules can
provide a self-healing effect by either sealing the damaged area (forming a mono/multilayer film or an insoluble
complex on the corrosion site) or by getting adsorbed on the metal surface, acting as an intelligent coating and
hindering corrosion at the damaged area.

Due to the fact that the accumulation and release of the inhibitors in the porous systems is problematic to follow,
in this study, different dyes with inhibiting properties (methylene blue and indigo carmine) entrapped in
mesoporous coatings were used as model systems for self-healing coatings. It is important that the hydrophobic
layers entrap the dyes indefinitely so that release only occurs upon damage to the surface.

Mesoporous silica coatings were produced using the dip-coating method with a non-ionic (Pluronic P-123) and
cationic (cetyltrimethylammonium bromide) surfactants as templates. After thermal treatment, the porous silica
coatings were impregnated with methylene blue dye. The inhibitor was trapped in the pores by rendering the
coating hydrophobic by silylation.

A similar system was produced with a chitosan layer impregnated with indigo carmine dye. Although the
chitosan layers are not stable in acidic environments, an inhibitor impregnated chitosan layer could provide
good temporary corrosion protection

The dye release, its accumulation in the layers and the film thickness were studied in model experiments on
glass surfaces by using UV- Vis spectrophotometry. The hydrophobic properties of the coatings have been
examined by wettability measurements by using the sessile drop method and drop-build-up technique.
Corrosion protective properties have been studied on Zn plates using electrochemical methods.
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Aluminium and its alloys are widely used in numerous applications due to their remarkable properties which
enable these materials to be engineered to the demands of specific applications. Suitable mechanical properties
are often achieved by alloying aluminium with silicon, copper, magnesium, zinc or manganese. The presence
of alloying elements, however, renders the alloys susceptible to localized corrosion, which represents a serious
drawback especially in chloride containing environment and should be additionally protected against
corrosion. Development of new corrosion protection should be in accordance with environmentally friendly
yet efficient technologies.

The basic idea of the current research study is to design multifunctional compounds by integrating corrosion
inhibitors and hydrophobic agents with lipophilic or fluorous properties into hybrid matrices so as to produce
a corrosion resistant hydrophobic coating that display good adhesion to Al substrates, i.e. AlSi7Mg0.3 and
AlSi9Cu3. The first step is to test potential candidates for (i) hydrophobic compounds and (ii) corrosion inhibitor
compounds. Alkyl and perfluoro chains of defined chain length were regarded with and without addition of
various functional groups: carboxylic, azide, imidazole, disulphide, thiol, and thiocyanate. Compounds were
commercially available or synthesized in our laboratories. These compounds were tested in the form of self-
assembled coatings formed by immersion of Al substrate in ethanol solution. Related corrosion testing included
immersion in 0.6 M NaCl for 1 week and electrochemical testing through potentiodynamic polarization curves
in NaCl solution.

Based on the results obtained the candidates for further incorporation in corrosion resistant coatings will be
tested.
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Figure 1: Images of bare AlSi9Cu3 aluminium alloy before immersion, bare alloy after immersion, and alloys coated with
different types of inhibitor coatings after immersion for 7 days in 0.6 M NaCl
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Titanium and titanium based alloys are widely applied in the medical area as prostheses and implants due to
their outstanding biocompatibility and corrosion resistance. However, in aqueous solutions under certain
conditions i.e. in the presence of fluoride ions [1] or in case of acidic media [2], the dissolution of the titanium
based implants occurs. Since in case of dental implants these conditions are particularly frequent the
investigation of the products resulting in these reactions is very important. One of the most convenient
possibility for this purpose is using a rotating ring-disk electrode (RRDE).

RRDEs are commonly applied examples of generator-collector systems, which are experimental devices for
detecting the intermediates of electrode processes. In our laboratory we constructed a unique electrochemical
workstation which allows independent, simultaneous and dynamic potential control of the disk and ring
electrodes. This fully dynamic control improves the sensitivity and usability of RRDEs to a great extent. During
our experiments we used a Ti disk Pt ring RRDE.

In our work we examined the active and passive dissolution processes of titanium in acidic media applying
dual potentiodynamic control. We used the so-called “dual cyclic voltammetry” [3] for the examination of the
dissolution process at negative potentials in solutions with different fluoride concentrations. By applying digital
signal processing techniques, these measurements provide a possibility of creating three dimensional
“electrochemical maps” (see Fig. 1), showing the formation of different products during the polarization of the
titanium disk electrode in different electrolytes. The dissolution process occurring during the oxide formation
was examined applying suitable potential steps on the Ti disk electrode. The formation of a reducible product
on the disk electrode as a result of the potential step was detected on the ring electrode.

N Figure 1: Three dimensional “electro-chemical
N map”: current measured on the ring electrode
(Iring) as a function of the disk and ring potentials
(Eaisk and Ering) in 1 M H2504 20 mM NaF
aqueous solution. The titanium disk was
polarized from 100 mV vs. SSCE to the negative
potentials at 1 mV/s sweep rate while several
cyclic voltammograms were recorded at 100 mV/s
sweep rate on the platinum ring. The electrode tip
was rotated at 500 min-!
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We have developed a relatively simple and fast procedure for preparation of superhydrophobic and corrosion
resistant coatings based on fluoroalkyl silanes on aluminium substrate.

Formation of superhydrophobic surface on metals with a water contact angle greater than 150° and sliding
angle less than 10° have attracted tremendous attention over the last decade in both academic and industrial
areas, because the modified surfaces often show self-cleaning, anti-icing and anti-corrosion properties [1].

Such a high water repellency is due to rough surface microstructure and low surface energy. Nowadays the
research on superhydrophobic surface has been mainly focused on fluoroalkyl silanes [1, 2]. They have been
widely used as surface modification agents because of their high hydrophobic properties. Coatings containing
fluorochemicals with a C—F bond find applications in many fields in electronics, optics and, recently, in barrier
corrosion protection. The high resistance to solvents, acids and bases and ability to significantly reduce the
frictions are main advantage of these coatings.

Aluminium holds an important position in modern industry because of superior physical and mechanical
properties. Its corrosion resistance is based on compact and chemically stable oxide film that is spontaneously
formed on the surface. However, when aluminium is subjected to some harsh environment such as CI-
containing solution, it is prone to corrosion. Therefore it crucial to improve its anticorrosion properties. One of
the options is surface modification to obtain superhydrophobic surface [1].

Alkyl and fluoroalkyl silanes with different chain length were studied to investigate the effect of C-F and C-H
groups on hydrophobicity and corrosion resistance. Superhydrophobic coating formed by fluoroalkyl silane
(FAS) provides a highly efficient corrosion-resistant coating during immersion in an aqueous solution of 0.5 M
NaCl solution. The corrosion properties were elaborated also using electrochemical measurements. The surface
characterization was performed using contact profilometer, scanning electron microscopy, IR spectroscopy and
water contact angle. The stability was tested according to standard protocol for assessing durability of
superhydrophobic surfaces, which also confirmed improvement in self-cleaning and anti-icing properties [3].

Keywords: aluminium, superhydrophobic coatings, corrosion protection, self-cleaning, anti-icing.
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Corrosion control of metals is of technical, economic, environmental, and aesthetical importance. The use of
inhibitors is one of the best options of protecting metals and alloys against corrosion. The environmental toxicity
of organic corrosion inhibitors has prompted the search for green corrosion inhibitors as they are biodegradable,
do not contain heavy metals or other toxic compounds. As in addition to being environmentally friendly and
ecologically acceptable, plant products are inexpensive, readily available and renewable. We have used
piperine extracted by black pepper as corrosion inhibitor. The material under investigation is Iron B 500 usually
applied to concrete as reinforcing bars. The inhibition effect of piperine on the corrosion behavior of iron is
investigation in sulfuric acid in presence of chloride ions, in form of NaCl (H:SOs: 1M + CI- 10°M).
Potentiodynamic polarization method and mass loss measurements are used for inhibitor efficiency testing.
Both methods show that inhibition efficiency increases with the increasing concentration of the inhibitors and
corrosion rate decreases with the increasing concentration of the inhibitors. Piperine for potentiodynamic
polarization method and mass loss measurements gave respectively 84% and 58% inhibition efficiencies in
concentration 1.0 g/1.

Keywords: green inhibitors, corrosion, iron B 500, piperine
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Aluminium alloy AA7075 is the most commonly used in aircraft and automotive industry. Due to the presence
of intermetallic particles AA7075 is susceptible to localized corrosion in chloride solution. In the present work
hybrid sol-gel coatings, based on silane precursors 3-glycidyloxypropyl(trimethoxysilane) (GPTMS) and
tetraethoxysilane (TEOS) were used to protect AA7075-T6 against the corrosion. To enrich the barrier properties
of coating, SiO: nanoparticles were added to the final solution. Self-healing effect was achieved by the
incorporation of corrosion inhibitor cerium nitrate (Ce(NOs)s) into the coating. Due to oxygen reduction on
cathodic sites OH™ ions causing the local increase in pH thus enabling the precipitation of cerium
oxide/hydroxide. Ce® ions can further oxidize into Ce* ions and insoluble Ce(IV) oxide/hydroxide may be
formed to protect cathodic sites. In the present work a multi-layer system of two sols was applied on the
AA7075, where the first layer was doped with Ce(NOs)s and the second was undoped. Self-healing effect of
coatings was confirmed using different techniques such as electrochemical impedance spectroscopy (EIS), X-
ray photoelectron spectroscopy (XPS), ultraviolet-visible spectroscopy (UV-vis) and scanning electron
microscopy (SEM) with chemical analysis (EDS).

According to the EIS, self-healing effect was effective after 4 days of immersion in 0.1 M NaCl (Fig. 1). The
samples remained virtually undamaged for 60 days immersion in 0.1 M NaCl. Corrosion products were noticed
only after 80 days of immersion, primarily at the sample borders (Fig. 2).
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Figure 1: Electrochemical impedance measurements of AA7075 coated with multi-layer system after 1 hour, 1, 2, 3, 4,
10, 14 and 21 days of immersion in 0.1 M NaCl
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Figure 2: Images of AA7075 coated with multi-layer system, where first layer
was doped with cerium and second was undoped
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Development of active, durable and cost-efficient bifunctional electrocatalysts for oxygen reduction and
evolution reactions (ORR and OER) is of outmost importance to realize the full potential of rechargeable metal-
air batteries (e.g., Zn-air, Al-air, Mg-air, Li-air) and regenerative Hz-o: fuel cells. Manganese oxides (MnOx) have
been intensely studied especially for alkaline ORR electrocatalysis. Regarding the bifunctional ORR and OER
electrocatalytic performance of MnOx, however, improvements in activity and durability are required for
implementation in commercial energy storage and conversion systems. Novel approaches are presented to
enhance the bifunctional activity and durability by tuning the MnO2 catalyst structure with co-catalyst addition,
potassium ion doping and support effect (e.g., graphene and N-doped graphene). The combination of MnO2
with a structurally different oxide co-catalyst such as perovskite (LaCoOs) or fluorite-type oxide (NdslrOy)
produces a synergistic catalytic effect improving the activity compared to the individual oxides. Doping of the
oxide catalyst with potassium ions, either by long-term exposure to 6 M KOH or potential driven insertion
(PDI), increases further the activity and durability as revealed in accelerated degradation experiments.[1,2] The
effect of MnO:2 morphology on the bifunctional performance is demonstrated using a comprehensive
statistically designed MnO:2 electrodeposition study. Optimizing the MnO2 electrodeposition conditions can
produce nanostructured morphologies that are favorable for bifunctional activity.[3] The electrochemical results
are supported by extensive surface analysis (SEM, TEM, XPS, EDX, EELS) and explanation of the results is
provided based on the scaling relationship between the binding energies of HO* and HOO* species.
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New polyazulene-based materials for heavy metal ions detection
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Azulene derivatives have been rarely used to the metal ions electroanalysis. Our study concerns the synthesis
and electrochemical characterization of new azulene based monomers. Each monomer (L) has been used to
obtain modified electrodes by electrochemical polymerization. PolyL films modified electrodes have been
obtained and characterized by cyclic voltammetry, differential pulse-voltammetry, electrochemical impedance
spectroscopy, and scanning electron microscopy, atomis force microscopy. The complexing properties of polyL
based functional materials have been investigated towards heavy metals (Pb, Cd Hg, Cu) by preconcentration
— anodic stripping technique in order to analyze their content from water samples. Derivatives of (5-[(azulen-
1-yl) methylene]-2-thioxothiazolidin-4-one were found to be good ligands for heavy metals in homogeneous
solutions and in heterogeneous systems based on chemically modified electrodes. Quantum mechanical
calculations on azulene compounds have been performed in order to test their ability to coordinate heavy
metals.
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We study the effect of H* and OH- diffusion on the hydrogen evolution reaction in unbuffered aqueous
electrolyte solutions of mildly acidic pH. We demonstrate that the cathodic polarization curves measured on a
Ni rotating disk electrode (RDE) in these solutions can be modeled by assuming two irreversible reactions, the
reduction of H* and that of water molecules, both following Erdey-Grtiz—Volmer-Butler kinetics.

The reduction of H* yields a transport-limited and thus, rotation rate-dependent current at not very negative
potentials. At more cathodic potentials the polarization curves are dominated by the reduction of water and no
mass transfer limitation seems to apply for this reaction. Although prima facie the two processes may seem to
proceed independently, by the means of finite-element digital simulations we show that a strong coupling (due
to the recombination of H* and OH- to water molecules) exists between them. We also develop an analytical
model that can well describe polarization curves at various values of pH and rotation rates.

The key indication of both models is that hydroxide ions can have an infinite diffusion rate in the proximity of
the electrode surface, a feature that can be explained by assuming a directed Grotthuss-like shuttling
mechanism of transport.
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Figure 1: Polarization curves (a, b) measured on a

Ni RDE immersed into solutions prepared by
\(C)\ mixing KOH and HCIOs. Curves measured at
different pH values and at a fixed rotation rate of

eKHzO 6\:‘ Eo/; 1225 min- are shown in (a); curves measured at
H H % ..

Lg H H a fixed level of pH = 2.0 and different rotation

g oH 4 “directed O/ rates are shown in (b). The scheme of a “directed
s Grotthuss mechanism” \ N7 _ Grotthuss mechanism” explaining the

g +12H, H

establishment of a neutral near-surface solution
layer when water reduction takes place at the

,§>°° interface is shown in (c). Based on this
H conc& mechanism, an analytical model describing the

polarization curves can be built
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Cyclic voltammetry and electrochemical impedance spectroscopy were used for the investigation of the
electrochemical behavior of poly(3,4-ethylenedioxytiophene) (PEDOT) films. It is known that if the polarization
potential exceeds a critical value an oxidation peak without corresponding reduction peak appears in the cyclic
voltammograms [1]. The oxidative degradation of conductive polymer films is known as overoxidation. The
impedance spectra of overoxidized PEDOT films on gold or glassy carbon recorded in aqueous sulphuric acid
solutions differ considerably from those measured for freshly prepared films: after overoxidation, at both high
and medium frequencies the complex-plane impedance plot is characterized
by a well pronounced capacitive arc (or depressed semicircle), while the low
frequency part indicates capacitive behavior. The decreasing capacitance and

50,

7 L8 the increasing charge transfer resistance suggest that during overoxidation the
o ' electrochemical activity of the film decreases and the charge transfer process
Q\ at the metal/film interface becomes more hindered than in the case of pristine

e films. However, the complex plane plots clearly indicate that the system is
nonstationary. E.g. it can be inferred from the shapes of the sequentially
recorded impedance spectra that the charge transfer resistance at the
substrate/polymer film interface decreases continuously over several hours.

Im(2)/ Q

20
It is beyond doubt that the knowledge of the “initial” charge transfer
resistance is essential for the better understanding of the degradation process
that may also have an impact on practical applications. Due to measurement
technology limitations it is impossible to record an impedance spectrum
immediately after the overoxidation process, however, by using the four-
dimensional analysis & cubic spline interpolation method [2] (Fig.1) the initial
charge transfer resistance could be well estimated [3].

10

Time . 150

Fiqure 1: The measured impedance spectra of Aul PEDOT in 0.1 M H25O0u and some isofrequential space curves created
by spline interpolation shown in a three-dimensional (time dependent) complex plane representation
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Different methods have been developed for graphene production such as chemical vapour deposition, epitaxial
growth on SiC, wet chemical or electrochemical exfoliation of graphite, liquid phase exfoliation and carbon
nanotube unzipping [1]. The selection of the appropriate method depends on required purity of material, sheet
size, number of defects, price and possibility to use the method for mass production of graphene.
Electrochemical exfoliation of graphite is one of the promising methods. Compared to the other techniques it is
simple, operates at ambient temperature and pressure, and can be easily scaled up [2]. Using this method it is
possible to obtain graphene of relatively high quality considering number of defects and sheet size.

The electrochemical exfoliation is a result of a different processes taking place at polarised graphite electrode
such as ion and water intercalation, gas evolution and oxidation of carbon. In such a way the pressure achieved
within the graphite structure is sufficiently high to exfoliate graphite resulting in the graphene production. In
the case of anodic polarisation the graphite will be oxidized and structural defects will be created, however,
careful selection of anodic potentials open up the possibility of tuneable level of oxidation and tailoring of
different graphene structures [3].

The aim of this work was to obtain graphene sheets by graphite electrode polarisation in sodium dodecyl sulfate
(SDS), sodium dodecyl benzenesulfonate (SDBS) and 1,1’-bi-2-naphthol (BINOL) electrolyte solutions. Graphite
electrode was anodically and cathodically polarised in different electrolyte solutions in order to determine the
optimal conditions for this process. Experiments were carried out in two electrode system by applying voltage
values ranging from 2.5 to 3.2 V between a graphite electrode and Pt-foil. The exfoliation progress was
monitored by using chronoamperometry while electrochemical behaviour and morphology characteristic of
Bowst ¢ & Powsr_1 ¢ electrode were determined by means of

s"""'y—l+ S”PP'V—J : cyclic voltammetry and scanning electron

M| microscopy (SEM) techniques. The

i §\ wm) OH +2e —>H,  obtained product was also successfully

Na]

NS
»
2R S X

— ] sy ELAF isolated and characterized by employing

Fourier transformed infrared spectroscopy

oA \ NS PA (FTIR), ultraviolet-visible spectrophoto-

seaphietsd MA/:\‘; 7 metry (UV-Vis) and atomic force micro-
- s ol scopy (AFM).
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Figure 1: Schematic illustration of electrochemical exfoliation mechanism in the presence of surfactant
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Polymer electrolyte membrane water electrolysis cell (PEMEC) is considered as one of the key technologies that
can be powered by renewable energy sources and used for the large scale production of clean hydrogen. The
partial hydrogen (HER) and oxygen (OER) evolution reactions are of special importance in both fundamental
and applied electrochemistry. The OER takes place at high potentials which in combination with the intensive
gassing, high humidity and elevated temperatures creates critical operative conditions, prohibiting the use of
carbon-based materials as catalyst support

The best performing catalysts in acidic conditions for OER are Ir and Ru-based materials. They have excellent
activity, but also lower stability. Later on, it was proven that iridium (IrO2) and ruthenium (RuOz2) oxides are
the most representative and effective OER electrocatalysts. Oxide nanoparticles are much more stable than
metallic ones.

The usual approach to decrease the cost of the catalysis and thus, the capital expense of PEMEC, is to synthesize
complex catalytic compositions mixing IrO: with inexpensive and electrochemically inert materials such as
TiOz, SnO:, Ta:20 etc. catalyst layer in order to form Ir-based mixed oxides.

The purpose of this work has been to investigate one natural mineral (Montmorillonite, MMT) as catalytic
support and to assess the efficiency of the composite MMT-supported IrO: toward OER in acidic
electrochemical water splitting. MMT is a phyllosilicate layered clay with 2:1 type sheet structure, high cation
exchange capacity, high surface area and low cost. Chemically, it is a complex mixture of hydrated
phyllosilicates, having rather complex general chemical formula: (Na,Ca)os3(Al,Mg)2(5i4O10)(OH)20nH20. To
our knowledge, MMT by now has not been investigated as catalytic support.

In the present research has been loaded with 10-20-30 wt.% noble metal Ir-acetylacetonate (Ir(CsH7Oz)n)m by
the well established sol gel technique. The obtained MMT-supported catalysts have been characterized by EDX,
SEM, DTG/TA and XRD techniques. Their electrochemical performance and OER catalytic efficiency have been
investigated by cyclic voltammetry and steady state polarization techniques in 0.5 M H250: standard tree
electrode electrochemical cell and in PEMWE cell at temperature interval of 20C and 80C

The results obtained have shown that the catalysts under study possess superior performance in regard to both
activity and durability compared to the previously studied iridium catalysts supported on commercial
electrically conductive ceramic supports such as Magnelli phase titania
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corrosion inhibitors for copper and zinc
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Minimization or prevention of corrosion is an important goal of the society since the corrosion of metal
structures results in enormous economic costs worldwide. Corrosion inhibitors are one of the most common
methods for reducing the corrosion of copper, zinc and their alloys. Hitherto the most effective inhibitor of
copper corrosion was benzotriazole [1], which has been used for decades. In order to find less toxic compounds
with similar inhibition efficiency the research is focused on alternative corrosion inhibitors for copper and its
alloys. In our previous studies the effect of mercapto, benzene and methyl groups of imidazoles in the corrosion
inhibition of copper [2,3] and aluminium-copper- and aluminium-zinc based alloys [4] was studied.
ImiH SH-BimH SH-BimMe PHg

G O Ol

The basicidea of this research project is to design corrosion resistant copper-based alloy systems using corrosion
inhibitors and to increase the impact of ICME (Integrated Computational Materials Engineering) for more
rational and powerful prediction of inhibition efficiency using modelling and simulation, chemical synthesis,
multi-scale experimental analysis, testing and validation. The first step is to test the corrosion protection
performance of potential corrosion inhibitor candidates on copper and zinc substrates.

Three imidazole-type inhibitors were tested at the concentrations of 0.1 and 1 mM: imidazole (ImiH), 2-
mercapto-benzimidazole (SH-BimH) and 2-mercapto-1-methyl-benzimidazole (SH-BimMe). Electrochemical
measurements were performed in a three-electrode corrosion cell at room temperature in 3 wt. % NaCl solution.
Prior to the electrochemical measurement the samples were stabilized for 1 hour at open circuit potential (OCP)
and the potential was measured as a function of time. Polarization resistance, Rp, was then measured followed
by the measurements of potentiodynamic polarization curves in the broad potential region.

According to the electrochemical results the presence of mercapto and benzene groups in imidazole beneficially
affects the inhibition efficiency of both Cu and Zn. The following order of inhibitor efficiency expressed as
increasing polarization resistance in solution with or without inhibitors added was obtained for both Cu and
Zn:

NaCl < NaCl + ImiH << NaCl + SH-BimH < NaCl + SH-BimMe.

Increasing polarization resistance, or decreasing corrosion current density, reflects an increasing corrosion
protection of the metal. In the presence of inhibitors the cathodic and, especially, anodic current densities are
reduced indicating that these inhibitors act as mixed inhibitors with a more pronounced effect on the anodic
side. In addition to electrochemical polarization measurements, immersion tests were performed for a duration
of 1 month in order to address the long-term performance of these inhibitors.
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Corrosion of aluminium alloy ENAC-AISizMgos in artifical sea water (ASW, Burkhoder’s formulation B) [1],
with concentration of 0 ppm, 20 ppm, 50 ppm, 100 ppm of sodium sulfide, was investigated by immersion
tests up to 42 days in the accordance with standard NACE TM0169/G31 - 12a [2]. During the course of
immersion tests samples were taken out from immersion solution in period of 1, 2, 3, 5, 7, 10, 14, 21, 28 and 42
days. Surface-analytical and electrochemical characterization of these samples were performed in order to
address the compositional, morphological and electrochemical properties of the surface after being exposed to
artificial sea. Surface characterization was performed using scanning electron microscopy with chemical
analysis (SEM/EDX) and X-ray photoelectron spectroscopy (XPS) techniques. Electrochemical characterization
of the samples carried out in fresh artificial sea water ( pH=7.45)included the measurements of open circuit
potential, electrochemical impedance spectroscopy, linear polarization resistance and potentiodynamic
polarization curves. In addition, corrosion rate was monitored by measuring concentration of dissolved metal
ions in immersion solution using inductively coupled plasma mass spectroscopy (ICP-MS). Corrosion current
density, jeor, deduced from potentiodynamic polarization curves by Tafel slope method is presented in Fig. 1.
In the first 10 days of exposure to the ASW, the lowest jeorr values were obtained in the presence of 100 ppm
Na:zS, and the highest in the pure ASW. Between 10 and 42 days of immersion, however, the trend changed
and the greatest joorr was in ASW containing 50 ppm Naz2S, whilst in ASW in the presence of 20 and 100 ppm
NazS corrosion was still inhibited. After final immersion period the corrosion current density of samples
immersed in sulfide-containing artificial sear was still reduced compared to that in solution without sulfide.
Electrochemical results will be interpreted in relation to surface-analytical data.
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Figure 1: Change of corrosion current density with time of immersion in artificial sea water containing different
concentrations of sodium sulfide
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Unexpected local corrosion degradation was identified in an austenitic stainless steel pipeline after an
incubation time ranging to several decades. The degradation spots could be found mainly, but by far not
exclusively, in the vicinity of the welded joints of the pipeline parts, typically spread out into the flow direction.
Horizontal sections of the pipeline system were particularly rich in the damage spots, indicating the possible
role of the sediments. The operation of the branches of the system had a great influence on the distribution of
the damaged areas, the parts often filled up with stagnant solution for a long time being highly endangered.

The morphology of the damages was versatile, ranging from microscopic cavities to elongated holes beneath
the internal surface. The latter damage type occasionally could also cause a pipe failure by fully penetrating the
pipe wall.

A comprehensive study has been carried out in order to reveal the possible origin(s) of the corrosion damage.
The examinations all have been performed for (i) pipe sections cut from the operation site; (ii) pipe sections
stored since the site construction that were not exposed to the operation conditions but are surely identical in
structure and composition to the damaged ones; and (iii) stainless steel pipes of the same grade from a recently
manufactured batch. Beside composition analysis, metallographic studies and mechanical test, electrochemical
experiments made a core part of the investigation. The electrochemical study included a long-term corrosion
potential measurement of the samples under alternating aerated and de-aerated conditions, analysis of the Tafel
plots of slow-rate polarization measurements for the estimation of the average corrosion rate, cyclic
voltammetric measurements in the presence of chloride ions to establish the inclination of the samples to pitting
corrosion, and electrochemical impedance measurements.

The results of all sorts of investigation showed that the pipe material was conformal to the manufacturing
standards. There was essentially no difference between the old and recently produced materials of the same
grade, and the exposure to the operation conditions did not modify the properties of the pipe material where
no damage happened. The electrochemical study revealed no sign of the inclination to pitting corrosion, and
data obtained with both voltammetric and impedance measurements were fully in accord with a passivated
surface.

The final conclusion of the study was that the corrosion damage was caused by the coincidence of several
factors, neither of which being able alone to lead to the severe corrosion damage observed. While the imperfect
protection of the welded joints were identified as the major initiation spots of the corrosion damage, the
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differential ventilation conditions of the extended pipeline system originating from the alternating operation of
the branches certainly contributed to the large-scale local battery effect. These factors were surely strengthened
by the corrosive action of the sediments and microbiologic effects. The maintenance of a clean system and a
decrease in the possibility of the development of the differential ventilation condition were suggested as key
measures for the prevention of further damages.
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Corrosion could be efficiently delayed by application of inhibitors, metallic and/or organic coatings and by
application of cathodic or anodic protection. Combining beneficial properties of both inhibitors and organic
coatings in a single layer seems as a potentially effective design of a novel protective coating system. In this
work an attempt was made to produce a protective system based on epoxy coating doped with CeO: and/or
ZrOz nanoparticles, as the source of corrosion inhibitors. Deposition was carried out on AA6060 cataforetically
from epoxy resin emulsion containing stable aqueous colloidal dispersions (sols) of ceria (CeO2) and zirconia
(ZrO2). The optimal amount of sols (5.0 mM), providing stable epoxy suspensions, was determined on the basis
of particles surface charge (zeta potential) and particle size values. The influence of Ce and Zr on the corrosion
stability of epoxy coatings was evaluated by electrochemical impedance spectroscopy, during immersion in 0.5
M NaCl solution. All inhibitor containing coatings showed better corrosion stability than pure epoxy coating.
The influence of the type of the inhibitor during 45 days of exposure to 0.5 M NaCl is shown in Figure 1. Zirconia
proved to be more efficient inhibitor than ceria and the combination of both inhibitors seem not to show
pronounced synergetic effect, during these time interval.
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Figure 1: Nyquist plots for epoxy coatings containing different inhibitors (5.0 mM Ce or 5.0 mM
Zr or 2.5 mM of both Ce and Zr) after 45 days of exposure to 0.5 M NaCl solution

The results of the long term exposure to a corrosion agent were compared with the ones performed during
shorter period of time on samples with artificial defect. Making an artificial defect on the protective coating is
a standard method for the determination of protective properties of coatings with fillers, enabling getting
information on the coating behaviour in a shorter period of time. The increase of the charge-transfer resistance
(Ret) values of inhibitor containing coatings was ascribed to the self-healing ability of Ce and/or Zr. The R«
values were, for instance, about five times greater for epoxy coating containing Zr than pure epoxy coating.
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Since R« is a parameter inversely proportional to the corrosion rate, the corrosion protection provided by Ce
and Zr loading is evident. EIS results were combined with adhesion strength and FTIR measurements and the
role of inhibitors was examined from the standpoint of the kinetics of the barrier properties degradation of
different protective systems.
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The Ag-Pd alloys were electrodeposited onto Au and glassy carbon rotating disc electrodes from the solution
containing 0.001 M PdClz2 + 0.04 M AgCl + 0.1 M HCI + 12 M LiCl under the conditions of non-stationary (RPM
=0) and convective diffusion (RPM = 1000), to the different constant amounts of charge (0.05 C cm?to 3 C cm
2) and at a constant current densities (in the range of -0.178 mA cm? to -0.415 mA cm?) to the constant amount
of charge (-0.2 C cm?). Electrodeposited alloy layers were characterized by the anodic linear sweep voltammetry
(ALSV), transmission electron microscopy (TEM), X-ray techniques (XRD) and X-ray photoelectron
spectroscopy (XPS). The ALSV analysis indicated the presence of Ag, Pd and two additional phases. Physical-
chemical characterization was performed by TEM, XRD and XPS analysis, confirming the presence of the
mentioned phases. Oxygen reduction reaction (ORR) on pure metals and Ag-Pd alloys was investigated by
linear sweep voltammetry in 0.1 mol dm= NaOH solution at 25°C, at the rotating disc electrode. To design an
active alloy catalyst with a low content of a highly active precious noble metal and a second less active metal,
it would be desirable to achieve strong ligand and ensemble effects [1]. For the ORR in alkaline media, less-
expensive precious metals such as Ag exhibit good ORR activity, especially for HO2— disproportionation [1].
The Pd-Ag alloys are expected to exhibit a higher ORR activity at room temperature, compared to Pd [2]. The
determined ORR activities were expressed in terms of kinetic current densities per real electrochemically active
surface area. It was revealed that ORR activity had been strongly influenced by the alloy composition. The
alloys catalytic activities were compared to the corresponding values at the pure Ag and Pd, as well as to state
of the art Pd based catalysts for alkaline fuel cells applications.

Q,=-1Cem* (a)

Elveece eveset | evesor
Figure 1: Results of fitting ALSV's of the Ag-Pd alloys electrodeposited at RPM=1000: (a) ja=-5 mA cm?2, Qa=-1.0 C
ez (b) ja=-5mA cm2, Qa=-2.0 C cm% (c) (a) ja=-7 mA cm2, Qa=-3.0 C cm2. Fitting lines (black solid lines);
experimental lines (magenta dash-dot-dot lines); Ag lines (red dashed lines); Pd lines (green dotted lines); Phase 1 lines

(blue dash-dot lines)
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Platinum-based nanomaterials have been widely employed as catalysts for fuel cell applications. Alloying Pt
with another element can improve its catalytic properties, due to the effect that the other element can have on
Pt (bifunctional, ensemble or electronic). PtAu alloy is known as a good catalyst for formic acid oxidation (FAO),
as it enables the reaction to occur mostly via direct mechanism, which is not the case with pure Pt nanoparticles.
Avoiding the indirect mechanism and the formation of CO as catalytic poison leads to the creation of a catalyst
with improved properties, in terms of its stability and effectiveness.

In this study water in oil microemulsion method was used to synthesize carbon supported PtAu nanoparticles.
With BRIJ 30 as a surfactant, simultaneous reduction of H2PtCls and HAuCls precursors with NaBHs was
performed. In one sample a capping agent (HCl) was added in the water phase to influence particle shape,
while the other sample was free of HCL.

The catalysts were characterized electrochemically, with CO stripping voltammetry and by cycling
voltammetry in the supporting electrolyte. Also, high resolution transmission electron microscopy (HRTEM),
energy dispersive X-ray spectroscopy (EDS), X-ray diffractometry (XRD) and X-ray photoelectron spectroscopy
(XPS) were employed to investigate the composition and structural properties of the catalyst powders. These
analyses indicated the presence of metal nanoparticles from 4 to 7 nm in diameter on the carbon support, with
equal shares of both elements (1:1) (Fig.1). The voltammograms recorded in the supporting electrolyte indicate
no presence of Au on the surface (the Au reduction peak is not present), but its electronic effect on Pt is evident
(the hydrogen region of the voltammogram has no well-defined hydrogen desorption peaks; CO oxidation peak
is shifted for 200mV in comparison to Pt/C nanocatalyst (Fig.2). The catalysts were tested for formic acid
electrooxidation, in terms of its activity and stability. The reaction takes place through direct mechanism, which
is indicated by the shape of the positive-going voltammogram (Fig.3). The figures below represent results
obtained for the sample with capping agent present during synthesis. Catalysts displayed improved activity
and stability (chronoamperometry and long-term cycling) compared to Pt/C catalyst synthesized in the same
way (w/o microemulsion method) and with similar particle size.
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Figure 1: EDS map of PtAu/C with Figure 2: CVs in supporting Figure 3: Anodic scan of FAO at
TEM image inset electrolyte with CO stripping curve, ~ PtAu/C in sup.el. + 0.5 M HCOOH,
v=50mVs! v=50mVs1
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Recently it has been shown that PEDOT and other conducting polymers additives can positively effect on the
electrochemical performance of electrode materials for lithium ion batteries. In particular, the use of PEDOT:PSS
dispersion as conductive binder for olivine type cathode materials showed an increased specific capacity and
high rate capability of materials [1,2]. Introduction of conducting polymer can make impact in the improvement
of electronic conductivity and provide more reliable, elastic contact between active grains due to the damping
of structural - volume change (material breathing).

Anode materials based on spinel LisTisO1 are considered as promising energy storage material for Lithium-Ion
Batteries for various applications, especially for portable electronic devices, electric vehicles. To improve the
high rate capability of materials for powerful application the reducing of particles size and carbon coatings
were proposed as a main strategy. In this work we have shown than additional improvement of the
electrochemical performance of LisTisOn can be achieved with employment of poly-3,4-ethylene-
dioxythiophene: poly(styrene sulfonate) (PEDOT:PSS), and carboxymethlcellulose (CMC) binders. The results
were compared with conventional composition of LisTisO12 with PVDEF binder.

Conventional type of electrode were prepared with use of LTO, CB and polyvinylidene fluoride (PVDF) in a
weight ratio of 80:10:10. Modified electrodes contains of LTO, CB and poly-3,4-thylenedioxythiophene (PEDOT)
and carboxymethlcellulose in a weight ratio of 80:10:10.The electrochemical coin-type cells 2032 contained
conventional and modified LisTisO12 based materials were assembled with use Li foil as electrode, porous
polypropylene film as separator, and 1IMLiPF6 in a 1:2 (v/v) mixture of ethylene carbonate (EC) and diethyl
carbonate (DEC).

Cyclic voltammograms of LisTisO12 containing electrodes with PVDF or PEDOT/CMC as binders were obtained
at different scan rates ( 0.05 - 1 mV/s) in potential range 1.0-3.0 V. One sharp reduction peak at around 1.5 V
and one sharp anodic peak at 1.6V was observed for both types of electrodes , indicating the good reversibility
of lithium intercalation processes during phase transition between LisTisO12 and Li7TisO12.

Galvanostatic charge-discharge profiles of different in composition LisTisO12 containing samples were
systematically investigated in a coin-type cell. The obtained results shows that the use of PEDOT/CMC as
binder allows to obtain the higher discharge capacity values compared with the Li4Ti5012 composite based
on PVDF binder. Electrochemical impedance spectra of LisTisO1 based conventional and polymer modified
materials were examined and analyzed. It was found that the decrease of R« and increase of Dett are main
factors, responsible for positive effects of conducting polymer binder on the electrochemical performance of
LisTisO12/PEDOT electrodes.
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Main properties of supercapacitors are its capacitance, nominal voltage, energy and power density. The
nominal voltage of capacitor is determined by the chemical stability of the electrolyte, while the capacitance
and energy density depend on the amount of charge that can be stored inside the supercapacitor. Another
important characteristic of the supercapacitor is a power density which represents the rate of energy delivery.
In order to achieve the best performance it is important to select a porous electrode with very large surface area,
good electric conductivity and high electrochemical stability. It is desirable that the mechanism of charge
storage throughout such electrode has fast kinetics as well as the reversibility and reproducibility which
provide high stability and cycle life. Supercapacitor charging and discharging rate is determined by its internal
resistance which can originate from active material, electrolyte and current collector.

The electrode material is mainly composed of three substances; an active material having the role of charge
storage, a carbonaceous material which increases the electric conductivity of active material and the polymer
binder responsible for mechanical properties of electrode. So far, lots of attention has been dedicated to a
preparation of electrode material by improving its structural and chemical properties [1,2], enhancing the
contact between electrode material and current collector [3] and studying the effect of electrolyte system such
as the size, charge, and mobility of the ions [4,5].

The objective of this work was to optimize the electrode composition and the preparation conditions, in terms
of temperature and pressure, resulting in the lowest internal resistance and highest capacitance possible. The
electrode material was prepared by mixing various weight percentage of activated carbon (Norit DLC Supra
30, Sser = 1900 m?/g) (60-95 wt%), carbon black (Timcal Super C45) (3-20 wt%) and polyvinylidene fluoride
(PVDF) (Sigma Aldrich) (2-20 wt%). N-Methyl-2-pyrrolidone (NMP) was used as a solvent. Electrodes were
fabricated by coating the obtained slurry onto Al- foil current collector coated with thin layer of carbon (Galon)
and dried at 60 °C in the vacuum furnace overnight. Dried electrodes were cut to area of 2 cm? with thickness
of 50 or 100 um and mass loading of 6 mg/cm? or 20 mg/cm?, respectively. Such electrodes were hot pressed at
temperatures of 80 or 200 °C, and pressure of 10 or 100 MPa. The symmetric supercapacitors were assembled
in the glove box containing two electrodes separated with glass fiber membrane soaked with 0.25 M NEt4sBF4 in
acetonitrile. Supercapacitors were tested by cyclic voltammetry (CV), electrochemical impedance spectroscopy
(EIS) and galvanostatic charge-discharge method (GCD). Specific capacitance of supercapacitors was evaluated
from the slope of discharge curve, while the internal resistance was obtained from IR-drop of discharge curve.
The EIS spectra provided a better understanding of electrode behavior regarding all types of resistances present
in the supercapacitor assembly. The results showed that behavior of electrodes, in terms of internal resistance
and specific capacitance, largely depend on both temperature and pressure applied to the electrodes during
preparation, likewise the electrode composition. The higher pressing temperature and pressure had the
beneficial effect to the activated carbon/carbon black interparticle contacts, as well as to the reduction of overall
ohmic resistance.
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Supercapacitors attract significant attention due to their promising properties for the energy storage and power
supply. Charge storage mechanism in supercapacitors is based on the electrochemical double layer
charging/discharging and therefore the capacitance is usually limited by the active surface area. To overcome
this limitation there are efforts to increase capacitance by using the metal oxides or the conductive polymers
where the charging/discharging mechanism includes fast redox reaction of the material and, as a result, much
higher specific capacitance is obtained [1]. Considering the charge storage mechanism of metal oxide these
materials are classified as “pseudocapacitors”. The aim of this work was to study capacitive property of
graphene/SnO: composite material. Metal oxides electrochemical behaviour can be significantly improved by
the presence of graphene due to its properties, such as high electrical conductivity, high surface area and
flexibility. On the other hand SnO: prevents agglomeration of the graphene sheets that results in graphene with
high surface area. Therefore, synergistic effect of these two constituents is expected to enhance overall
capacitive properties and improve these materials for supercapacitor application [2, 3].

In this work simple simultaneous synthesis of the SnO2 and reduction of the graphene oxide (GO) was carried
out by using microwave-assisted hydrothermal synthesis. This method was selected due to its effects such as
rapid volumetric heating, increased reaction rates and shortened reaction time. Hydrothermal synthesis and
microwave assisted hydrothermal synthesis are useful for accelerating the de-protonation reaction of
Sn(H20)x(OH")y“»* to SnO2 x nH20 offering good control of both particle size and particle distribution [4]. By
using cyclic voltammetry it was shown that obtained material had good capacitive/pseudocapacitive properties
suitable for supercapacitor application and specific capacitance values up to 93 F g-! were determined. Obtained
materials were additionally characterised by scanning electron microscopy (SEM) and Fourier transformed
infrared spectroscopy (FTIR) that revealed presence of SnO: and successful reduction of GO to reduced form
(rGO).
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In order to satisfy a growing demand for energy storage devices and to create safer and less expensive batteries
with high capacity, materials based on easily accessible and environmentally friendly elements with
comparatively low atomic weights, such as sodium and iron, have to be used. A thermodynamically stable
maricite-type phase of sodium iron phosphate NaFePO: (m-NFP) has been considered electrochemically
inactive; however, recent studies have questioned this assertion. In this study, we propose an approach to a
scalable synthesis of nanosized m-NFP and its composites with carbon. Maricite-type NaFePOs and its
composites with carbon were synthesized via Pechini approaches. We assumed that in order to achieve high
capacities, high defect concentration should be provided, facilitating sodium ion diffusion. For this purpose,
the ball-milling of the materials was used. Ball-milling of the material was performed using a Fritsch
Pulverisette 7 ball mill equipped with agate grinding bowls (inner volume 45 ml) and ten agate balls (2 = 10
mm) per bowl. As follows from the X-ray diffraction data, the obtained m-NFP samples contained a single
phase, which corresponded to the maricite structure, Pnma space group. According to the inductively coupled
plasma mass spectrometry (ICP-MS), the composition of the synthesized samples corresponded to NaFePOu.
According to the scanning electron microscopy (SEM) images the Pechini method allowed to obtain
agglomerated m-NFP/C particles of 20-30 nm in diameter. Carbon was formed during the synthesis due to the
carbonization of organic reagents. To prepare the working electrodes, 80% NaFePOs/C composites were mixed
with 10% carbon black and 10% PVDF binder dissolved in N-methyl-2-pyrrolidone. The obtained paste was
thoroughly mixed and deposited on Al foil with 2.5 mg/cm? mass loading. The resulting electrode was pressed
at 100 MPa for 1 min and vacuum-dried at 120 °C for 8 h. 1M NaPFs dissolved in ethylene carbonate and
propylene carbonate mixture (V/V 1:1) was used as electrolyte. The experiments were performed using sealed
three-electrode Teflon cells. Sodium metal served as counter and reference electrodes. Surface area of the
working electrodes was 2.25 cm?. The cells were assembled in a glove box under argon atmosphere with Oz and
H:0 content below 10 ppm.

The ball-milling led to a dramatic increase in the m-NFP capacity, which rose up to ~150 mA h g at 15 mA g
charge-discharge rate (~0.1 C) and ~60 mA h g-' at 1200 mA g charge-discharge rate (~8 C). Specific discharge
capacity, calculated by integrating cathodic parts of cyclic voltammograms (CVs) amounts to 142, 131, 119 u
103 mAh g forv=0.1, 0.2, 0.4 and 0.9 mV s, respectively. The dependences of currents in maxima of CVs on
square root from scan rate are linear and pass the coordinate origin, that gives a possibility estimating effective
diffusion coefficient of sodium (Def) in m-NFP with using the Randles-Sev¢ik equation. Estimating the effective
diffusion coefficients of sodium, we used surface area calculated from particles sizes based on coherent
scattering region. In this case Degr = 1.5*107%° cm?/s and 8.3*107¢ cm?/s for sodium insertion and extraction,
respectively.
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The interest to the hybrid supercapacitors is determined by combining the high power characteristics of the
electrochemical double-layer supercapacitors with the high energy density of the batteries. Among different
metal oxides, manganese oxide (MnO2) has been recognized as one of promising inorganic materials due to its
easy synthesis process, low cost and excellent electrochemical properties. However, MnO: suffers from low
electronic conductivity and poor cation diffusivity and this requires the nanoscale MnO: structures to include
highly porous and electrically conductive materials to form a composite nanostructure for electrode materials.
So it is most important to develop alternative low cost and novel electrode materials as next generation of
supercapacitors that can charge and discharge in less time while delivering enhanced power density.In recent
years many studies have been focused on the synthesis of metal oxide (MnFe204) nanoparticles because of their
unusual optical, electrical and magnetic properties.

The objective of the present work is to developa hybrid battery supercapacitor based on MnFe20Os/active carbon
(AC) nanocompositein aqueous alkaline electrolytes (6M KOH) and compare itselectrochemical performance
with the properties of supercapacitator with MnOz2 in the composite electrode.

MnFe20snanosized powders were prepared by solution combustion synthesis. The mole ratio of the initial
compounds was calculated in the way that the ratio of oxidizing to reducing power of the components of the
combustion reaction is 1:1. AC (TDA Research, USA) and MnOz(Fluka, USA) are commercial products.

The morphological and structured characterizations of the both Mn-oxides were carried out through X-Ray
diffraction, transmission and scanning electron microscopy (TEM and SEM)and low-temperature nitrogen
adsorption.

The hybrid supercapacitor cell is composed by a positive electrode — a composite of activated carbon and
MnFe20s0r MnOzin concentration range 30 — 80 wt.%, and a negative electrode of activated carbon. PTFE and
ABG1000 are used as additives and Viledon 700/18F- as separator. The carbon and composite electrodes are
fabricated in the form of disk in 6M KOH.The cells thus assembled are subjected to electrochemical
charge/discharge cycling under galvanostatic conditions at different current loads (30 — 420 mAg™) using Arbin
BT2000 apparatus.

The assembled supercapacitor cells with MnFe2Osshow stable cycleability at prolong cycling (up to 500 cycles)
and high efficiency (90%), as the highest value of capacity in the whole concentration rangewas observed at
30wt.%MnFe204(60 Fg).

The capacitance on MnFe2QOuis lower than that obtained for MnO: (100 Fg'!, 50wt.% MnO:z) which can be
explained by the different structure and morphology of the both oxides.For example, the particles of the
MnFe20: are irregular in shape with mean size about 8 nm, while these of the MnOrare approximately the same
(5-6 nm) and with homogeneous structure.

However the results are promising and prove the possibility of application of MnFe20Ouas electrochemically
active material for hybrid lithium battery — supercapacitor systems.
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In an attempt to combine the photocatalytic activity of TiO2 with the electrocatalytic activity of IrO2 towards
oxygen evolution, the surface of TiO:2 powder has been modified with Ir by UV photodeposition from
appropriate Ir salt aqueous solutions. The resulting Ir-TiO2 composite has been characterized by transmission
electron microscopy (TEM), energy-dispersive spectrometry (EDS) and X-ray photoelectron spectroscopy
(XPS). A non-homogeneous Ir particle size distribution was observed, ranging from small, separated and very
well dispersed crystallites to aggregates of different sizes. Depending on preparation conditions, both metallic
and oxide forms of IrO: were detected. The electrochemical characterization of the resulting Ir-TiO: material
was carried out by cyclic voltammetry (to identify the surface electrochemistry of the catalyst) and linear sweep
voltammetry / photovoltammetry (to test oxygen evolution/water splitting activity).
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Pt(Cu) catalyst was prepared by photodeposition of Cu on TiO, powder support, followed by partial galvanic replacement
of Cu by Pt in a chloroplatinate solution. Pt/TiO; catalyst was prepared by a direct photodeposition of Pt on TiO support
for comparison. The surface morphology and composition of the samples were characterized by transmission electron
microscopy (TEM), energy-dispersive spectrometry (EDS) and X-ray photoelectron spectroscopy (XPS). The crystal
structure of the Pt(Cu)/TiO; and Pt/TiO, catalysts was examined by X-ray diffraction (XRD). The electrochemical and
photoelectrochemical behavior of both platinized TiO, catalysts was evaluated by cyclic voltammetry, linear sweep
voltammetry and chronoamperometry experiments in the dark and under UV light illumination. The electrocatalytic
activity of the Pt(Cu)/TiO; catalyst towards methanol oxidation was evaluated and compared to Pt/TiO, catalyst. The
Pt(Cu)/TiO; catalyst showed 5 times higher mass catalytic activity for methanol oxidation than a Pt/TiO; catalyst, further
enhanced under UV light illumination. The increased catalytic activity is associated with more effective dispersion and
better utilization of Pt, deposited by galvanic replacement of Cu, as well as with enhanced electron-hole separation
efficiency.
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TEM micrograph and SAED image of Pt(Cu)/TiO; catalyst
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Number of studies has pointed out to increased activity of Pt alloyed with various metals for different reactions
relevant for fuel cells. Oxidation of alcohols (for example methanol and ethanol) is improved at PtRu, PtRh,
PtSn catalysts, oxygen reduction at PtNi, PtCo, PtFe, formic acid oxidation at PtAu, PtBi etc. Among these Pt
based bimetallic catalysts Pt-Sn is one of the most extensively studied. It has been shown that Pt based catalysts
containing significant amount of SnO2 manifest high activity for CO oxidation as well [1]. One of the possible
ways to obtain SnO: rich PtSn catalyst is to use polyol synthesis method [1]. Recently, using microwave assisted
polyol method we prepared PtSn/C catalyst highly active or CO and ethanol oxidation [2]. Applying the same
procedure this time we prepared PtSnO: carbon supported catalysts and examined both catalysts for methanol
oxidation.

While for the synthesis of PtSn nanoparticles one step procedure was used, stabile PtSnO2 nanoparticles were
prepared in two-steps successive mode. First SnO2 nanoparticles were synthesised and then H2PtCls was added.
The catalysts were characterized by TGA, XRD, STM, TEM and EDX techniques. The major difference between
the catalysts is revealed by XRD analysis which shows that PtSn/C is composed of Pt and small portion of PtsSn
phase. The rest of Sn is present in a form of very small tin oxide particles connected to Pt particles. PtSnO2/C
however contains pure Pt and SnO..
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Figure 1: Potentiodynamic curves for the 0.5 M CH3OH
oxidation in 0.1 M HCIO« at Pt/C, PtSn/C and PtSnO2/C: A)
as prepared and B) oxide annealed (v =50 mV/s)
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In recent years many studies have been focused on the synthesis of metal oxide nanomaterials (especially these
with complex composition and structure like MFe204 (Me2=Mn, Co, Ni, Cu, Zn) spinels because of their unusual
optical, electrical, magnetic and electrochemical properties. They can be used as catalysts, as adsorbents for
removing heavy metals in water, as ferrofluids, in biomedicine, in energy storage devices and others.

The solution combustion synthesis is widely used for the preparation of nanosized spinel materials. As was
shown the type of fuel used in the solution combustion synthesis strongly influences the particle size,
morphology and materials properties. In the present study a mixture of two types of fuel in different ratio were
used (sucrose-urea and glycine-glycerol) for the synthesis of MnFe204, CoFe204 and NiFez0x.

Structural and morphological characteristics of MFe2Os4 (Mn, Co, Ni) spinels were studied by powder X-Ray
diffraction (XRD) and Scanning electron microscopy (SEM). The results show the formation of single phase
spinel ferrites for all samples under investigation. Specific surface areas of samples were determined by low-
temperature nitrogen adsorption (BET). The results correlate well with the data of mean crystallite size obtained
from X-ray analysis.

Magnetization curves were measured at room temperature (RT) using vibrating sample magnetometer (VSM)
in fields up to 6 kOe. They show ferrimagnetic of superparamagnetic behavior depending on the fuel used. The
highest saturation magnetization 79emu/g is observed for MnFe20s with fuel glycine:glycerol 0.75:0.25.

Electrochemical performance of nanosized ferrites was studied in a two-electrode cell in a potential range of
0.2-1.2 V in aqueous alkaline electrolyte (6M KOH). Asymmetric supercapacitor cells with MnFe20s as active
material were assembled and subjected to electrochemical charge/discharge cycling under galvanostatic
conditions at different current loads (30 — 420 mAg™) using Arbin BT2000 apparatus. Electrochemical tests show
that MnFe204 and CoFe20s synthesized with glycerol fuel show better electrochemical performance comparing
to ferrites prepared with other fuels or fuel mixtures.
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Despite the ever-growing number of works devoted to the sodium-ion batteries, there is still no generally
accepted opinion about the best electrolyte for such batteries. Meanwhile, the strong impact of an electrolyte
nature upon behavior of separate electrodes and sodium-ion batteries as whole is undoubted.

The present work is aimed to study electrochemical behavior of positive electrodes based on doped sodium-
iron phosphate, and negative electrodes based on sodium titanate in electrolytes differed in both solvent and
sodium salt. The following solvents were used: ethylene carbonate (EC) : propylene carbonate (PC) (1:1), EC:
dimethylcarbonate (DMC) : PC (1:1:1), EC : DMC : diethylcarbonate (DEC) (1:1:1). NaPFs and NaClOs were used
as supporting salts.

First of all, an electrochemical stability windows for aluminum current-collectors were estimated in 1 M
solutions with using cyclic voltammetry. In all systems studied, current rise at potentials more positive than 4.0
V (Na*/Na) was registered at the first cycle, that points to electrolytes oxidation. However, at the second and
following cycles this current was sharply diminished, and notable oxidation had place only at potentials more
positive than 5.5 V. This fact testifies to the formation of stable passive films even at the surface of bare current-
collector. EC was shown to be more stable to oxidation, as well as to reduction than PC. At the same time, it is
known that PC can provide electrode functioning at low temperatures.

It was found also, that 1M NaClOs in an EC : PC mixture is more stable than 1 M NalPFs in the same solvent in
the cathodic potential range. In the anodic potential range the reverse situation has place.

The stable passive films revealed the properties of SEI (solid electrolyte interfaces) are formed in all electrolytes
studied at both positive and negative electrodes.
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Leachate treatment is one of the major environmental issues in the management of landfills. The purification of
landfill leachate with membrane technology helps to avoid further contamination of natural water resources.
Membrane technologies, including the process of reverse osmosis (RO) are becoming increasingly important in
treatment of landfill leachate. Reverse osmosis retentate (concentrate) formed after RO treatment with volume
proportion of 30% (70% permeate) is a secondary pollution requires appropriate treatment, because of very
high concentrations of organic and inorganic compounds.

This paper represents a case study for the "Ramici" regional landfill in Banja Luka, Bosnia and Herzegovina
where the reverse osmosis plant installed. Electrocoagulation (EC) applied for the concentration of the RO
retentate was presented in the paper. All the experiments were carried out using iron and aluminium as anode
material.

Effects of process parameters such as current density, supporting electrolyte and electrolysis duration are
investigated on removal efficiencies of total disolved substances (TDS) and turbidity. Iron anode achieved
higher turbidity removal efficiency compared to aluminum anode, 95,76 % and 17,3 % respectively, and higher
TDS removal efficiency, 21,64 % and 10,53 % respectively (t=30 min, stirring 400 rpm).
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Electrodeposition of Pd and PdNi coating samples was achieved galvanostatically from the plating bath
containing 0.01 M PdClz + 0.6 M NiCl2 + 2 M NH4Cl. Determination of the alloy coatings composition was
performed by the anodic linear sweep voltammetry (ALSV) analysis presented in Fig. 1a, as well as by the
energy dispersive X-ray spectroscopy (EDS).The coating samples were tested for ethanol oxidation reaction

(EOR) in alkaline solution using cyclic voltammetry (Fig. 1b).
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Figure 1: ALSVs of dissolution of pure Pd, pure Ni and their alloys Pdo7«Nioze, PdosNios and Pdo.2sNioz2 recorded in the
solution containing 1 M NaCl + 0.01 M HCl at RPM = 0 (a); CVs on Pd and PdNi coatings in 1 M NaOH +1 M
C:H50H. Scan rate 50 mV s1, RPM = 1000 (b).

Among the CVs for the EOR at PdNi coating samples presented in Fig. 1b, the current density increased with
the increase of Pd content up to 74 at.%. The most active one was found to be Pdo7sNiozs. Negatively shifted
onset potential for the EOR is also observed for the Pdo7sNio2s pointing out that this coating is more efficient and
the more poisoning tolerant than the other investigated coatings.This is a consequence of better utilization of
Pd on the surface of PdonNiozs coating due to appropriate surface morfology since more active sites are
accessible to the EOR. It can be pointed out that improved catalytic activity of investigated binary coatings can
be achieved through the optimization of the Ni content and appropriate surface morfology.
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The microbial fuel cells (MFCs) are devices for converting biochemical energy into electrical one by using
microorganisms as biocatalysts. Mostly, the mechanisms of extracellular electron transfer (EET) are investigated
by cultivation of living cell in the anodic chamber of fuel cell, connected by a salt bridge or proton exchange
membrane to the cathodic chamber and an external load interconnecting both electrodes creates the polarization
conditions.

In the present study the charge transfer between microorganisms and anode are examined in a half-cell. The
influence of various potentials poising the anode was investigated. The response of cells to the poised potential
was analyzed by amperometric detection. The secretion of endogenously produced mediator of electron
transfer was proved by cyclic voltammetry carried out over time. The increase of the biomass was determined
by spectrophometrical methods. It is shown that poising potentials, regulating the activity and growth of
microorganisms, reflect on the electrical outputs. The charge transfer processes are characterized by
electrochemical impedance spectroscopy and the impact of the applied potentials evaluated. The share of
aerobic respiration was determined by measuring the specific cytochrome ¢ oxidase activity of the cellular
homogenates.
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Proteins and polysaccharides adsorb ubiquitously on the mercury electrodes[1, 2]. Depending on the structure,
they produce catalytic hydrogen evolution reaction (CHER) peak in a buffer solution using voltammetric and
chronopotentiometric stripping method [3-5]. Here we show that the voltammetric appearance of CHER peak
at very negative potentials, ~ -1.8 V in the protein and polysaccharide solution, is accompanied by a capacitive
current minimum in alternate current (AC) out-of-phase voltammetry. The observed “tensammetric minimum”
highly depended on buffer concentration, ionic strength, pH, catalyst concentration and time of accumulation.
One of the possible reason for its appearance could be strong adsorption of the positively charged species such
as hydrogen ions at the negatively charged mercury electrode. Moreover, tensammetric minimum proved to be
sensitive toward catalytically active protein or polysaccharide when present in the mixture with catalytically
inactive molecule.
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Pt-based nanoparticles supported on high surface area carbon (HSAC) have shown to have good properties as
catalysts in polymer electrolyte membrane fuel cells (PEMFC), yet the durability of the nanoparticles is
sometimes compromised with the cost of having a high catalytic activity. Pt-based nanoparticles after
degradation form various shapes which were found out to be dependent of the initial crystal structure. For
better understanding of the process kinetic Monte Carlo (KMC)['2 was applied to different initial state of the
nanoparticles. Results highly resemble images obtained by ADF TEM analysis and consequently they revealed
potential route of Pt-based nanoparticles degradation and transformation.

1 monolayer 2 monolayer 3 monolayer 4 monolayer

PtCu;y
MD model

Figure 1: PtCus atomic models simulated by KMC after a chemical bath, initially with 1, 2, 3 and 4 monolayers of Pt
skin, and the corresponding average Z projections of the models (where Z is the atomic number). In the bottom part
different ADF images of PtCus and PtCus:Au nanoparticles cycled after 10K cycles.
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Good biocompatibility of modified gold surface, which enhances the covalent bonded enzyme and
consequently glucose oxidation, resulted in already tested stable glucose biosensor with successive attachment
of cysteine (Cys), glutaraldehyde (GA) and glucose oxidase (GOx) onto gold electrode (Scheme 1). The surface
morphology and content of layers of glucose biosensor were studied by Fourier transformed infra red
spectroscopy (FTIR), as well as by the techniques of the atomic force microscopy (AFM) and the optical
microscopy (OP). By FTIR it is elucidated that the most prominent bands in the spectrum of biosensor at 1675
and 1160 cm originates from the amide I band and enzyme carbohydrate moiety and undoubtedly confirms
the attachment of glucose oxidase. Cys was partially adsorbed on Au with an increase of roughness of surface
area of about 30 %. The addition of GA on Au-Cys led to formation of agglomerates of 300 nm, uniform in both
size and distribution. The small enzyme aggregates (10-20 nm) were observed after the addition of GOx on Au-
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The electrodegradation of azithromycin was studied by its indirect oxidation using dimensionally stable
Ti/RuO: anode as catalyst in the electrolyte containing methanol, 0.05 M NaHCOs, sodium chloride and
deionized water. The optimal conditions were found to be for NaCl concentration 7 mg cm-3, for the applied
current 300 mA and for the azithromycin concentration 0.472 mg cm-3. The differential pulse voltammetry using
glassy carbon electrode was performed for the first time in the above mentioned content of electrolyte for the
nine concentration of azithromycin (0.075 mg cm™ - 0.675 mg cm) giving the limits of azithromycin detection
and of quantification as: LOD 0.04 mg cm? and LOQ 0.09 mg cm-. The calibration curve was constructed
enabling the electrolyte analyzis during its electrodegradation process (Fig. 1) [1]. The electrolyte was analyzed
and by high performance liquid chromatography and electro spray ionization time-of-flight mass spectrometry.
The electrooxidation products were identified and after 180 min there was no azithromycin in the electrolyte.

The proposed degradation scheme is presented [2].

Figure 1: a) DPV at the GC electrode in blank solution (dashed line) and in the presence of the aliquots of electrolyte
taken per hour during three hours of the degradation of azithromycin on DSA Ti/RuO:
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Titanium alloys are known in general for their high strength low weight ratio. The excellent mechanical
properties and good machinability of TiAlV alloy combined with its high corrosion resistance due to the
formation of a tightly adherent oxide film on its surface [1]. These properties make titanium alloys an excellent
choice in many applications, including aerospace and chemical industry, marine applications and oil and gas
extraction. Due to its excellent biocompatibility when in contact with body tissue or bones the TiAlV alloy has
been widely used in different medical applications, including hip replacements and dental implants [2-5].

In this study, a long-term investigation of the corrosion behavior of TiAlV alloy in physiological body fluid (0.9
wt.% NaCl solution) at 37 °C using electrochemical techniques is presented. Chronopotentiometric,
electrochemical impedance spectroscopy and potentiodynamic curve measurement analysis of TiAlV alloy in
chloride media have been performed in sequence after 1, 3, 5, 7, 10, 15, 24, 36 and 72 h of immersion. A detailed
analysis of the fitted impedance data using different equivalent electrical circuit models will shed light into the
phenomena occurring on the alloy surface. The susceptibility of the TiAlV alloy towards localized and general
corrosion will also be discussed.

Keywords: TiAlV alloy, medical grade materials, electrochemical impedance, chloride solutions
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Chlorogenic acids (CGAs) are one of the groups of polyphenolic compounds widely distributed in different
plant materials. Chemically, CGAs are family of different esters formed between (-)-quinic acid and certain
trans-cinnamic acids, most commonly caffeic, ferulic and p-coumaric acids. In this study the electrochemical
properties one of the most abundant CGAs in plants, namely 5-O-caffeoylquinic acid (5-CQA) was studied by
square-wave voltammetry (SWV) and differential pulse voltammetry (DPV). The electrochemical properties of
5-CQA were compared with the electrochemical properties of caffeic acid (CFA), main structural moiety of 5-
CQA. The study reveals that electrochemical properties of 5-CQA strongly depends on its chemical structure
and electronic properties, particularly on electron-donating effect of -OH and ~-CH=CH- groups, and a strong
electron-withdrawing effect of ester (-COOR) group in the chemical structure of 5-CQA molecule. SWV and
DPV measurements show that electrochemical oxidation/reduction of 5-CQA at a glassy carbon electrode (GCE)
is reversible, pH-dependent, two electron-two proton process. The oxidation/reduction processes occurred on
the catechol moiety (ortho-dihydroxyl groups) in the structure of 5-CQA molecule. The oxidation product(s)
relatively strongly adsorb on the GCE surface, especially at higher concentration of 5-CQA. It was observed
that the anodic peak current of 5-CQA show maximum in solution of pH 7, due to the maximum concentration
of 5-CQA- anion at this pH value. The electrode reaction proceeded in the solution of 5-CQA is diffusion
controlled process. The anodic peak current of 5-CQA show linear relationship with the concentration in the
concentration range 5-50 pmol L, with low limit of detection (LOD) of 7.7-107 mol L for SWV and 1.2-10- mol
L1 for DPV measurements. SWV and DPV of coffee samples have shown that electrochemical properties of
water coffee extracts were very similar to that of investigated 5-CQA. Therefore, SWV and DPV can be used as
very sensitive and selective methods for determination of CQAs content (and CGAs content) in different coffee
samples.
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The concentration level of cadmium and lead is a relevant indicator for assessing water pollution, knowing that
the presence of these heavy metals constitutes serious threats to human health. Besides the spectral analytical
methods used for heavy metals determination in waters, the electroanalysis of these analytes gains more and
more ground due to several benefits which they confer, including miniaturization and portability, very good
selectivity, sensitivity and low cost. After an extensive investigation of several azulen-derivatives compounds
[1, 2], the electrochemical behavior of these substances showed that they possess a special property to form
complexing conducting polymers on the surface of carbon disk electrode. These polymeric films proved to be
good electrodic materials to achieve chemically modified electrodes (CMEs) suitable to be applied in heavy
metal cations electroanalysis.

The present work is devoted to investigation of the ability of a new synthesized azulene compound 2,6-bis((E)-
2-(thiophen-2-yl)vinyl)-4-(4,6,8-trimethylazulen-1-yl)pyridine (L) (Figure 1) to form complexing polymeric
films (PolyL) in order to obtain CMEs for Cd(II) and Pb(II) analysis. The polyL films were obtained by oxidative
electropolymerization of the monomer L and the CMEs thus achieved have been investigated by cyclic
voltammetry (CV) and differential pulse voltammetry (DPV). Chemical preconcentration-anodic stripping
technique was employed in order to analyze the mentioned metallic cations.

The application of new polymer-coated electrodes achieved by electropolymerization of monomer L in the
recognition of Cd(Il) and Pb(II) cations led to significant improvement of their detection limits, at the level of 5
x 10-¢ mol L' for Cd(II) and 6 x 10-8 mol L-! Pb(Il). Optimization of the determination conditions for these ions
has been carried out regarding to pre-concentration times, polyL film thickness, deposition potential, linearity
and limit of detection.

By using CMEs based on 2,6-bis((E)-2-(thiophen-2-yl)vinyl)-4-(4,6,8-trimethylazulen-1-
yl)pyridine for Cd(Il) and Pb(Il) analysis from water samples, similar results to atomic
absorption spectrometry have been obtained.
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A wide variety of medical-grade materials, including ceramics, titanium alloys and stainless steel has been used
in various medical applications, especially in total hip arthroplasty [1, 2]. These materials have to be durable,
non-toxic to human body and biocompatible. Several studies have been performed on the development of
different coatings on the medical-grade steel (AISI 316LVM) to be used as drug delivery systems in orthopedic
applications [3, 4].

In this study, a detailed chronopotentiometric, electrochemical impedance spectroscopy and potentiodynamic
curve measurement analysis of medical-grade steel immersed for up to 72 h in 0.9 wt.% NaCl solution at 37 °C,
is presented. The influence of immersion time on the corrosion resistance of the medical-grade steel towards
general and localized corrosion will be discussed. Different equivalent electrical circuit models are used to fit
the impedance data in order to understand the corrosion mechanism of medical-grade steel in chloride solutions
after long-time immersion.

Keywords: medical-grade steel, electrochemical impedance spectroscopy, chloride solutions
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Surface active substances (SAS) as constituents of dissolved organic carbon (DOC) as well as particulate organic
carbon (POC), were studied in the water samples from different environmental compartments (urban
atmosphere, sea- and freshwater systems, soil from agriculture area, and mining water.Investigation was
performed byelectrochemical methods - voltammetric techniques, simple, rapid and nondestructive, that were
developed by our groupfor rough physicochemical characterization of DOC in the natural waters [land
references therein]. In the biogeochemical processes in aquatic environment, the physicochemical properties of
organic matter (OM) are often more important than the amount present. Surface SAS are concentrated by
adsorption processes at the natural phase boundaries where they greatly affect transfer of mass and energy.The
most analasis techniques are not sensitive to the interface and simply treat the surface as the part of the bulk.
Electrochemical method that has been applied since 1970 enables quantification of SAS and offers insight into
its spatial distribution and seasonal variations in the water environment while curve shape analysis enables
rough characterization of predominant SAS groups.Adsorption effect of SAS from samples was measured at
the hanging mercury drop electrode (HMDE) using phase sensitive alternating current voltammetry (PSACV)
out-of-phase mode. The permeability of organic film of SAS was tested by the investigation of the influence of
the adsorbed layer on the electrode processes of Cd?*ion which is used as electrochemical tool (PSACV in-phase
mode). On that way a rough characterization of OM in natural water samples have been performed using
different model substances selected as the major types of DOC in the relevant aquatic systems.
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B-Carotene is a red-orange, fat-soluble carotenoid pigment found in fruits, vegetables and green leafy plants. It
is one of the most abundant carotenoids found in the human diet and exerts numerous roles in biological
systems. One of its major functions in humans is provitamin A activity. In addition, the consumption of a diet
rich in B-carotene has been associated with a reduced risk for development of numerous oxidative-stress related
diseases, such as cancer, cardiovascular diseases and various age-related degenerative diseases. These
protective and therapeutic effects of -carotene are mainly attributed to its antioxidant properties, i.e. the ability
to quench reactive oxygen species and prevent or decrease oxidative damage to biomolecules (DNA, lipids and
proteins). Owing to the beneficial health effects of f-carotene, there is an interest in developing a simple, rapid
and reliable method for its determination in foods.

B-Carotene is electroactive and can be electrochemically oxidized due to the conjugated double bonds.
Depending on the analyte concentration differential pulse voltammetric response of B-carotene on a glassy-
carbon electrode in acetone / 0.1 M NaClOs consists of one or two peaks. At concentrations lower than 3x10-
mol/L one main peak P1 was obtained. By increasing the concentration of -carotene a small peak P2 at more
positive potential appears. The oxidation potential of P1 is shifted toward higher values with increasing of -
carotene concentration. The relationship between peak potentials P1 and the logarithm of B-carotene
concentration is linear, with the slope of AEri/Alog ¢ =0.067 V/d.u.

Quantitative analysis of foodstuff was performed under experimental conditions of differential pulse amplitude
50 mV, interval time 0.15 s, pulse time 0.05 s and step potential 2 mV. Under these conditions, linear responses
for B-carotene were obtained for concentrations from 4 x 10 mol/L to 1.1 x 10 mol/L, and calculated LOD and
LOQ were 2.5 x 10 mol/L and 8.2 x 10 mol/L, respectively. The proposed method was applied for the
determination of B-carotene in extracts of different fruits (grapefruit, mango) and vegetables (carrot, butternut,
sweet potato, spinach, kale and broccoli). Our results demonstrate that differential pulse voltammetry enables
fast and simple quantification of B-carotene in a broad range of natural products.
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Heading towards renewable energy systems, conversion and storage, e.g. in chemical bonds, become an
important factor. Besides common electrocatalysts like nickel, ruthenium and iridium oxide, there is an
increasing interest in the study of manganese oxides. We study epitaxial manganite perovskite thin films such
as Pri-CaxMnQOs (PCMO) and Lai«Sr-MnQOs (LSMO) to gain an improved fundamental understanding of their
stability and activity during electrocatalysis of the oxygen evolution reaction (OER) as well as of the oxygen
reduction reaction (ORR).

Up to 200 nm thick (001)-orientated epitaxial films were deposited on 0.5 wt % Nb-doped SrTiOs substrates via
ion beam sputtering. Characterization of crystal structure and layer thickness was done by X-ray diffraction
(XRD) and X-ray reflectivity (XRR). Virgin state and post-mortem analysis was performed using atomic force
microscopy (AFM) to distinguish modification in the surface morphology. Using a rotating ring disc electrode
(RRDE) setup (Figure 1), electrochemical impedance spectroscopy, cyclovoltammetry and ring disc collection
measurements were performed in an alkaline electrolyte.

Previous studies on ink-casted particle electrodes used additives such as carbon to provide the
electrochemically required conductance to the supporting material. Since carbon is known to degrade during
oxygen evolution and the active surface area of nanoparticles can merely be estimated, the study of thin film
specimens reduces these experimental uncertainties. Furthermore, experiments with the ferri/ferrocyanide
redox couple show a good performance for electron transfer reactions near the thermodynamic redox potential
of the OER in an alkaline solution at LSMO [1]. While oxygen vacancies near the surface of PCMO influence the
activity of the OER [2], measurements on LSMO imply manganese atoms as the active site for the OER [1,3].
For detailed electrochemical studies, the rotating ring disc setup provides the benefit of separating currents
limited by kinetics and mass transport. In comparison to the OER, the Tafel slope of the ORR is much higher,
which corresponds to a lower activity. While we did not detect hydrogen peroxide during the OER, hydrogen
peroxide was produced during the ORR on LSMO. We have studied the rate constants for both reaction
pathways, based on Damjanovi¢’s Model [4]. The RRDE studies on well-characterized epitaxial thin film
electrodes allow detailed insights in the reaction mechanisms of perovskite oxide surfaces.

A H0 0, H,0 H,0

AN

Figure 1: (A) Schematic view of an epitaxial manganite perovskite electrode.
Rt Photographs of (B) the assembled electrode and (C) the electrode in an
C RRDE assembly. For detailed dimensions and the procedure for the electrode
@ assembly, please refer to ref. [1]. Reprinted with permission from ref. [1].
Copyright 2016 American Chemical Society
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The concept of ecologically clean hydrogen still causes significant research interest. Unfortunately, most widely
used methods for hydrogen production are based on coal gasification, or hydrocarbons cracking and reforming,
having as a result not only hydrogen, but also a huge amount of carbon dioxide. For example, if hydrogen is
obtained by steam reforming of methane, for each ton of H2, an amount of 5.5 tons of CO: are released in the
atmosphere [1]. Moreover, in coal gasification technology, 11 tons of CO: are emitted in environment for 1 ton
of H2 obtained [2].

Although water splitting by electrolysis is a green procedure, it is limited by important electric energy
consumption and it is applicable particularly in areas where clean, inexpensive electricity is available. The
efficiency of the water electrolysis process can be increased by catalytic enhancement of the hydrogen evolution
reaction (HER), which can be achieved on one hand by using electroactive materials and modified electrodes
for HER, and on the other hand, by introducing additives in the electrolyte solution as proton carriers.

The electrocatalysts in the solution are compounds that are able to increase the concentration of protons in the
electric double layer at the interface, by transporting protons from the bulk to the interface, therefore they are
called proton carriers. Example of such proton carriers are amines, and their catalytic activity is caused by the
lone electron pair of the nitrogen atom.

In our work we have studied the mechanism of catalytic effect of proton carriers on cathodic HER in acid
solution and different substrates. Several amines, such as benzylamine, methylamine, DL-1-phenylethylamine,
aniline, N-methylaniline, 2-biphenylylamine, 3-chloroaniline, 4-chloroaniline have been investigated on
copper, gold and platinum electrodes. Also we have tried to achieve correlations between the catalytic effect
and the structure and molecular parameters of the investigated amines.
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Figure 1: Catalytic effect of aniline, 4-chloro-aniline and methylumme on HER on gold electrode (left) and mechanism of
HER in the presence of proton carriers (right)

Generally, the effect of amines is to decrease the charge transfer coefficient 1-a due to adsorption on the
electrode-electrolyte interface, but this unfavorable effect is offset by a significant increase of the exchange
current density io. The catalytic function of amines can be linked to the molecular parameters of protonated
amines, from which most important have proved to be the dipole moment and coverage surface.

150



11-15 June 2017
Balatonkenese, Hungary

References:
[1] Press R], Santhanam KSV, Massoud M, Bailey AV, Takacs GA. Introduction to Hydrogen Technology. John
Wiley, Hoboken, New Jersey, 2009, p. 196.

[2] Zuttel A, Borgschulte, Schlapbach L. Hydrogen as a Future Energy Carrier. Wiley-VCH Verlag, Weinheim —
Germany, 2008, p. 154.

151



6th RSE-SEE Conference
Book of Abstracts

P2 CA03

Tin sulfide films as promising materials for solar assisted catalysis
and solar cells: Investigation of electronic structural properties

Jozefina Kati¢, Mirjana Metikos-Hukovic¢

Department of Electrochemistry, Faculty of Chemical Engineering and Technology,
University of Zagreb, Savska c. 16, 10000 Zagreb, Croatia

jkatic@fkit.hr

Tin sulfide materials belong to groups IV-VI of binary compounds constituted of nontoxic and nature-abundant
elements. The narrow band gap of SnSz enables the utilization of solar energy and makes it a potential candidate
for the low-cost solar energy conversion material and the efficient visible-light-driven photocatalyst.’* The
incident photon-to-current efficiency of the single SnS: layer can approach about 40%.2 Also, the sustainable
manufacturing of solar devices is feasible if tin sulfide materials are used as cheap, nonstrategic and ubiquitous
in nature, leading to the development of environmentally safe devices.>*

A wide application of tin sulfides includes: solar collectors, photodetectors in photovoltaic solar energy devices,
photocatalysts in advanced oxidation processes, as well as promising alternative for anode materials to replace
commercial carbonaceous electrodes (graphite) in lithium—ion and sodium-ion batteries due to their high
capacities.!-®

The merits and demerits of the methods proposed for the SnS: preparation still inspire a huge researchers’
interest to develop simple and economically feasible synthetic route to produce uniform and well adherent thin
films. In this work, environment friendly and facile approach has been introduced for synthesis of the passive
sulfide films on tin, employing non—toxic and low—cost materials and enabling films formation on versatile
shape and surface size. The tin sulfide film, formed by potentiostatic anodic polarization on tin in aqueous
electrolyte solution, containing sulfide ions, was investigated using cyclic voltammetry (CV), electrochemical
impedance spectroscopy (EIS), and diffuse reflectance spectroscopy (DRS).

The electronic structure of the tin sulfide film was discussed on the basis of the band structure model of the
surface film, the potential distribution across the film and at the metal | film|electrolyte interfaces as well as the
availability of free charge carriers on the electrode | solution interface. The electronic structure of the tin sulfide
film influences its susceptibility to the oxidative as well as to the reductive solid—state decomposition. The DRS
data enabled the determination of the optical band gap value, Eg using the Kubelka-Munk method. By using
the Mott-Schottky analysis, additional semiconducting parameters of the sulfide film: the flat band potential,
Ers, and the donor concentration, Np were determined.

In summary, this work provides a better knowledge of the electronic structure of the tin sulfide film from the
viewpoint of semiconductor electrochemistry. The applicability of the mathematical relationships (Mott-
Schottky equation), developed for the classical semiconductors, has been successfully extended to this type of
materials taking into account the frequency dispersion in the Mott-Schottky tests.”

Additionally, the results presented in this work enable a better insight into the electronic
structure/semiconducting properties of the tin sulfide film that are essential to predict its suitability for
optoelectronic and photovoltaic device applications.
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The present review is an attempt to summarize the basic trends and concepts regarding the elaboration of
environmentally friendly multilayered corrosion protective coating systems. It summarizes the recent trends
regarding the elaboration of multilayered multifunctional corrosion protective coating systems, including the
accepted recent environmental requirements. The paper summarizes the recent trends, related to the
development of reliable multilayered corrosion protective coatings, considering the recent environmental
restrictions in EU and USA. The function of each layer, composing the multilayered coating system and the
respective requirements are described. Special attention is paid to the multifunctionality of these systems (Fig.
1), describing the specific function of each layer, according to recently proposed concepts in the literature.
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Figure 1: A model of multilayered coating system
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The present investigation summarizes the recent trends in the field of advanced protective coating architecture,
as well as the concepts for active and passive corrosion protection. Various examples are given for perspective
candidates as environmentally friendly coating ingredients.

Since transport is the backbone of modern economics, there is a need for elaboration of lightweight efficient
vehicles and transport facilities. In this sense, aluminum and magnesium alloys find continuously increasing
application in high-performance aircraft, automobile and marine vehicles. Therefore, various advanced
multilayered corrosion protective coating systems have recently been proposed in order to provide reliable
long-term corrosion protection combined with various supplemental beneficial properties. The present review
is an attempt to summarize the basic trends and concepts regarding the elaboration of environment-friendly
multilayered corrosion protective coating systems. This present review summarizes the recent trends in the
elaboration of multilayered multifunctional corrosion protective coating systems, according to the recently
accepted environmental requirements. Thereafter, a division is done between the concepts for passive and
active corrosion protection capabilities.
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The basic approaches for the achievement of efficient active corrosion protective properties are described with
suitable examples. They include inhibitor incorporation into ceramic or carbon nanoparticles, encapsulation of
active self-healing compounds, reinforcing phase involvement and coating finishing by ultraviolet absorbers
and hydrophobic compounds. As a main result, an entire conceptual model has been proposed based on the
literature research done.
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In the present work a brief comparative evaluation of the finishing thermal procedure effects on the combined
Aluminum/Cerium oxide layer is performed. AA2024 aircraft alloy samples were submitted subsequently to
anodization and Cerium Conversion Coating deposition via dip coating. Afterwards, the already formed
(Al/Ce) oxide combined films underwent finishing thermal treatments at two different temperatures. The
impact of the thermal treatment was followed by systematic electrochemical and morphological measurement
procedures. The electrochemical methods included Electrochemical Impedance Spectroscopy (EIS), combined
with Linear Sweep Voltammetry (LSV) during exposure of the specimens to a model corrosive medium.

Anodization setup (a), treated AA2024-T3 samples (b) and measurement electrochemical cell (c),
where: RE — reference electrode, CE — counter electrode, WE — working electrode

The anodization and the conversion coating deposition are widely used approaches for efficient corrosion
protection of aluminum and its alloys. Both methods provide protective oxide coating primers for improvement
of the corrosion protection and the adhesion for possible further treatment.

The alloy thermal treatment is another common method in the industrial practice. It enables primer oxide layer
fixation and oxide growth in the pores and defects of the already deposited primers. However, the annealing
finishing procedures cause mechanical tensions due to the dilatation/contraction of the metallic substrate.

In the present research a comparative evaluation of the finishing thermal procedure effects on the combined
(Al/Ce) oxide layer is performed. The impact of the thermal treatment at two temperatures was followed by
systematical electrochemical and morphological measurement procedures. The electrochemical methods
include Electrochemical Impedance Spectroscopy (EIS), combined with Linear Sweep Voltammetry (LSV)
during exposure of the specimens to a model corrosive medium. The thermally treated combined primer
coatings were observed by Scanning Electron Microscopy (SEM) and Energy dispersion X-ray (EDX) analysis.
For determination of the chemical compounds (i.e. oxides or hydroxides of Ce(IIl) and/or Ce(IV)), additional X-
ray Photoemission Spectroscopy (XPS) was applied.
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The obtained results from all these instrumental analytical techniques enabled to create a conceptual model
regarding the finishing thermal treatment impact on the combined (Al/Ce) oxide layer.
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Conducting polymer (CP) materials offer a specific opportunity to deposit metal particles on CPs by using the
intrinsic redox properties of the polymer material ([1-4] and literature cited therein). Reduction of metal ions is
coupled to oxidation of pre-reduced conducting polymer layers. The process is self-confined and does not
involve additional oxidants in electrolyte solution. For that reason it depends considerably on the structural
and electrochemical characteristics of the CP layers. In the present study electroless deposition of Pd is studied
on poly(3,4-ethyelenedioxythiophene) (PEDOT) layers obtained in the presence of either polysterenesulfonate
(PSS) or dodecylsulfate (SDS) as doping ions. Two types of electrode substrates (glassy carbon — GCE and
spectral graphite — SGE) are used for electrochemical polymerization of EDOT. Pre-reduction of the PEDOT-
coated electrodes, necessary to drive the electroless deposition process, is carried out by using different pre-
conditioning of the CP-coated electrodes corresponding to mild and strong pre-reduction of PEDOT. The
electroless metal deposition process is monitored by registering open circuit potential (OCP) transients in the
course of the coupled oxidative/reductive reaction. The amount of deposited palladium is determined by anodic
voltammetric stripping and the type of metal deposit is imaged by SEM.

It is established that the electrode substrate plays a significant role for the polymerization of PEDOT-PSS with
delayed formation of the PEDOT layers observed on GCE in comparison to SGE. Although the ratio of intrinsic
redox charge to polymerization charge and thus the doping level of PEDOT remains for both types of electrodes
one and the same the electroless palladium deposition proceeds in completely different ways. A steep OCP
increase for GCE in contrast to much slower and gradual OCP change for SGE is observed and results in ten
times larger amount of metal on PEDOT-PSS/SGE. In the latter case Pd nanoparticles with mean size of about
5 nm are evenly and densely distributed on the PEDOT-PSS surface.

The doping ions used in the course of PEDOT synthesis affect the surface and bulk morphology of the PEDOT
layers but also most markedly the way of polymer oxidation in the presence of metal ions. As a result in the
case of PEDOT-SDS the OCP remains for a longer time in the high overpotential region for Pd deposition and
larger amounts of metal become deposited on the polymer surface. Nevertheless the palladium deposit remains
highly dispersed and the mean size of the nanoparticles almost unchanged.
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Conductive polymers attract significant attention due to the easy synthesis, low cost, high conductivity and fast
redox reactions. Polypyrrole (PPy) is one of the most often used conductive polymers in fields such as sensors,
electrochromic devices, corrosion protection, actuators and energy power sources. The properties of Ppy can be
significantly improved by controlling the microstructure and morphology of the material. In order to achieve
fast redox reaction nanometar-sized and porous structure must be considered. Such porous structure could be
obtained when polymerization is carried out in the presence of graphene or graphene-based materials [1,2]. It
is expected that Ppy/graphene composite has improved pseudocapacitive properties suitable for supercapacitor
application [3].

In this work an electrochemical approach for exfoliation of graphite and synthesis of Ppy/graphene oxide
composite was studied. The overall procedure is simple and effective way of graphene synthesis and its
intercalation within the polypyrrole layer. The experiments were conducted in two steps. In the first step,
graphene oxide was prepared by electrochemical exfoliation of natural graphite flakes. The exfoliation of
natural graphite was carried out in sodium dodecyl sulfate (SDS) and sodium dodecyl benzene sulfonate (SDBS)
aqueous solutions. Graphite electrode was alternately polarized at positive and negative potentials by using
two electrode system. During positive polarization SDS and SDBS intercalate within the structure of graphite,
and at the same time oxygen evolution as well as carbon oxidation takes place. By applying negative potential
cations intercalate into graphite working electrode and also hydrogen evolution takes place. The overall process
resulted in successful exfoliation of graphite electrode. The obtained product, graphene oxide, was
characterized by ultraviolet-visible spectrophotometry (UV/Vis), Fourier transform infrared spectroscopy
(FTIR) and atomic force microscopy (AFM).

In the second step, monomer was dissolved in a solution obtained during exfoliation process and
electrochemical synthesis of Ppy/graphene oxide composites was carried out. The obtained nanocomposite was
characterized by means of FTIR and scanning electron microscopy (SEM). The electrochemical measurements
were performed by cyclic voltammetry (CV) and electrochemical impedance spectroscopy (EIS). Ion exchange
behavior of obtained composite material was also studied by using the electrochemical quartz crystal
nanobalance (EQCN).

Yo ' ® /8 e
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Figure 1: a) Electrochemical exfoliation of graphite rod, b) obtained graphene oxide (GO) solution,
c) electrochemical synthesis of Ppy/GO composite, d) SEM image and CV curve of Ppy/GO composite
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Since its discovery, graphene, the two-dimensional sheet of sp? bonded carbon atoms has received significant
attention. Based on its excellent electrical, mechanical and thermal properties with a wide range of potential
applications there is constant need for its production in bulk quantities. Although developed methods [1, 2]
which use standard strong reducing agents bring good results, there is constant need for less hazardous, less
toxic and more economic chemicals. There are reports on green routes which use reducing agents such as green
tea, ascorbic acid or vitamin C, baker's yeast or amino acids [3].

In this work simple and green chemistry route for the preparation of reduced graphene oxide (rGO) was
studied. It was shown that graphene oxide (GO) can be successfully reduced by using phenolic compounds
present in olive leaf extract (OLE). The phenolic compounds present in OLE are especially interesting because
high amounts of water containing phenolic compounds are generated in olive oil production process. Therefore
phenolic compounds could be used as cheap, easy available and green alternative for GO reduction.

In this work graphene oxide reduction process was carried out by using two different methods. The first method
was carried out in open air at temperature of 80°C during five hours and it resulted in black dispersion of rGO.
In the second procedure hydrothermal method was used at temperature of 120°C and increased pressure. As a
result of increased pressure reduced graphene sheets were assemble into macroscopic aerogel which facilitated
isolation of the product as well as its characterisation and electrochemical testing.

The structural properties of the rGO samples were characterized by FT-IR spectroscopy and thermogravimetric
analysis ( TGA ). Structural and morphological studies demonstrate that the part of the oxygen functionalities
in GO can be removed effectively by using this process. Capacitive properties of the obtained rGO are
determined by using cyclic voltammetry (CV) and electrochemical impedance spectroscopy ( EIS ) techniques.
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The synthesis method and processing conditions play an important role in tailoring polymer properties, i.e.
morphology and as a consequence conductivity, which is one of the main properties of conducting polymers,
particularly of polyaniline [1,2].

The morphology obtained by means of electrochemical synthesis is less varied than with chemical oxidation
methods due to the ease of controlling synthesis parameters. Some of the factors reported to affect the
morphology in electrochemical synthesis are the electrode material [3,4] and scan rate in potentiodynamic
deposition [5,6]. Frequently reported morphologies for electrochemical deposited polyaniline are nanofibers or
nanofiber networks, as a consequence of the growth mechanism described as a two stages mechanism [4,7].

We have studied the effect of potential scan rate on the morphology and properties of polyaniline films
electrochemically deposited on nickel electrode. Polyaniline samples have been obtained by cyclic voltammetry
at different scan rates of 10, 25, 50 and 100 mV s from a solution of 0.1 mol L-! aniline in 0.5 mol L-! H2SOa.

e 0T ; P e

Figure 1: FE-SEM images of polyaniline films grown on nickel at 10 mV s (left) and 100 mV s (right)

A nanofibrilar network structure has been obtained at low scan rates (10, 25 and 50 mV s?) whereas at the
highest scan rate (100 mV s7) the structure was more compact, the nanofibers aggregated and their features
were not very obvious. Both diameter and length of nanofibers are scan rate dependent, decreasing from 140 to
90 nm and from 1.35 to 0.72 um when the scan rate is increased from 10 to 50 mV s-. The nanofiber network
tends to be more compact and with less free-volume as the scan rate is increased. Generally, high specific
capacitances and low charge transfer resistance values are obtained for all nanofibrilar polyaniline films as
compared to the compact structure. Optimum scan rate for deposition was found to be 25 mV s7, leading to the
highest specific capacitance and lowest charge transfer resistance.
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Azulene structure with a five-member (electron-rich) cyclic moiety connected to a seven-member (electron-
poor) cyclic moiety shows very attractive properties for the synthesis of functional advanced materials like
those presenting nonlinear optical and photorefractive properties [1], cathode materials for lithium batteries
[2], or light emitting diodes based on organic materials [3].

In order to develop new sensors for heavy metal ions 2,6-bis((E)-2-(furan-2-yl)vinyl)-4-(5-isopropyl-3,8-
dimethylazulen-1-yl)pyrylium perchlorate (L), has been synthesized and characterized by electrochemical
techniques. It was used to prepare polyL complexing modified electrodes which can be used to build
electrochemical sensors for the detection of heavy metal ions, as shown in our recent works [4]. The preparation
conditions of the modified electrodes were varied in order to optimize the detection of heavy metals. The
influence of polymerization potential, electrode conditioning and overoxidation conditions has been studied.
PolyL films have been characterized by electrochemistry and scanning electron microscopy (SEM). The heavy
metal ions recognition based on polyL has been performed in each case and the conditions which led to the
biggest currents have been selected.
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Determination of double layer capacitance (Cq) for a system showing time constant dispersion still keeps its importance in
the field of impedance spectroscopy. Here, previously asked question for the system having the equivalent impedance (Zeq)
as Zeg=RsH[Rp/(1+(10CaiRp)®)], "If Zeg=Rs+[Rp/(1+(i0CaiRp)*)], then for which value of Cgq is d/do(Zim/Zre)=0?[1]" was
answered from a different point of view, and former equation for Cq was re-derived (Fig. 1). The equation was applied to
numerous experimental data and it has been once again confirmed that it gives correct results for real systems.
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Figure 1: A representative example for the re-derivation steps
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