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Zusammenfassung 

Poröse Materialien sind aufgrund ihres großen Oberflächen-Volumen-Verhältnisses 

und ihrer Korngrößen im Nanometerbereich ein ideales Modellsystem, um den Einfluss 

von Oberflächen- und Grenzflächeneffekten auf die elektrischen und protonischen 

Transporteigenschaften zu untersuchen. Die Defektchemie nanostrukturierter 

Oxidkeramiken mit einer hohen Grenzflächendichte ist nicht mit der entsprechender 

Volumenmaterialien vergleichbar, da die Bildung einer Raumladungszone (Space 

charge layers - SCLs) an den Grenzflächen zu Änderungen der lokalen Defektchemie 

führt und somit die elektrischen Transporteigenschaften beeinflusst. Ziel dieser 

Dissertation ist es, ein besseres Verständnis des Einflusses der (Oberflächen-) 

Defektchemie von (meso-)porösen Oxiden auf die elektrischen und protonischen 

Transporteigenschaften zu erlangen. Als Modellsysteme wurden Yttriumoxid-

stabilisiertes Zirconiumdioxid (YSZ) sowie CeO2- und TiO2-beschichtetes YSZ 

verwendet. 

Die poröse YSZ-Dünnschichten mit einer hohen spezifischen Oberfläche wurden auf 

zwei unterschiedlichen Wegen hergestellt. Mit Hilfe gepulster Laserdeposition wurden 

poröse Oxid-Dünnschichten mit einer unregelmäßigen Porenstruktur abgeschieden, 

während mit Hilfe des EISA-Verfahrens (EISA: evaporation-induced self-assembly, 

deutsch: evaporationsinduzierte Selbstorganisation) mesoporöse Oxide mit einer 

regelmäßigen Porenstruktur präpariert wurden. Zur Herstellung der beschichteten 

Systeme wurde die Oberfläche mittels Atomlagenabscheidung gleichmäßig mit 

unterschiedlich dicken CeO2 oder TiO2-Beschichtungen unterschiedlicher Dicken 

Oxidmaterialien modifiziert, um Kompositmaterialien mit definierten strukturellen und 

elektrischen Eigenschaften herzustellen. Die Dünnschichten wurden mittels 

verschiedener analytischer Verfahren strukturell charakterisiert. Die elektrochemische 

Charakterisierung erfolgte bei unterschiedlichen Temperaturen, 

Sauerstoffpartialdrücken und relativer Luftfeuchtigkeit mittels elektrochemischer 

Impedanzspektroskopie.  

Die Doktorarbeit ist in drei Teile gegliedert. In Kapitel 1 wurden die 

Transportmechanismen der Ladungsträger in Metalloxiden detailliert beschrieben. 

Darüber hinaus gibt dieses Kapitel einen Überblick über die Defektchemie der in dieser 

Arbeit untersuchten Metalloxide sowie die Beschreibung von Raumladungsschichten an 

Grenzflächen. Das zweite Kapitel fasst die wissenschaftlichen Ergebnisse dieser 

Dissertation zusammen, die in drei Forschungsartikeln veröffentlicht wurden. Hierzu 

wurden die Transporteigenschaften poröser YSZ-Dünnschichten untersucht, welche 

mittels PLD hergestellt wurden. Die Schichten zeigen in trockener Atmosphäre eine 
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konstante Sauerstoffionen-Leitfähigkeit. In steigender Luftfeuchtigkeit tritt ebenfalls eine 

protonische Leitfähigkeit auf, da Wassermoleküle an der Oberfläche adsorbieren. Durch 

eine dünne Beschichtung mit amorphem TiO2 wird die Adsorption der Wassermoleküle 

erschwert, wodurch die protonische Leitfähigkeit unterdrückt wird. Eine Erhöhung der 

Schichtdicke führt zu einer Kristallisation der TiO2-Beschichtung, was die Adsorption der 

Wassermoleküle erleichtert und somit wieder zu einer Erhöhung der protonischen 

Oberflächenleitfähigkeit führt. Impedanzmessungen der elektrischen Eigenschaften 

mesoporöser YSZ-Dünnschichten zeigen, dass eine Variation der Porengröße nahezu 

keinerlei Einfluss auf die ionische Leitfähigkeit der Dünnfilme hat. Eine Beschichtung mit 

einer dünnen CeO2-Schicht ermöglicht es, gemischtleitende Kompositmaterialien 

herzustellen, wobei die CeO2-Beschichtung insbesondere bei tieferen Temperaturen 

eine dominante elektronische Leitfähigkeit zeigt. Zusätzlich zeigen die Untersuchungen, 

dass die elektronische Teilleitfähigkeit mit zunehmender CeO2-Schichtdicke abnimmt. 

Insgesamt zeigen die gewonnenen Ergebnisse den großen Einfluss einer 

Oberflächenbeschichtung auf die Transporteigenschaften der untersuchten 

Kompositmaterialien und weisen Möglichkeiten auf, die elektrochemischen 

Eigenschaften der Komposite für elektrochemische Anwendungen durch eine 

Optimierung der Beschichtung anzupassen. Eine Zusammenfassung der Ergebnisse, 

abschließende Bemerkungen zu den zukünftigen wissenschaftlichen 

Herausforderungen und Vorschläge für weitere Arbeiten schließen die Dissertation ab.  

 

 

 

 

 

 

 

 

 

 

 

 

 



 
 

Abstract 

Porous materials are an ideal model system to study the influence of the surface on 

the electrical and protonic transport properties due to their large surface-to-volume ratio 

and their grains in the nanometer size range. The defect chemistry of nanostructured 

oxide ceramics with a high density of interfaces, such as grain boundaries and free 

surfaces, is not comparable with that of the respective bulk materials. This is due to 

space charge layers (SCLs) at the interfaces, which cause changes to the local defect 

chemistry, and thus affect the electrical transport properties. The objective of this 

dissertation was to get a better understanding of the impact of the (surface) defect 

chemistry on the electrical and protonic transport properties of (meso-)porous zirconia-

based oxide materials, in particular of yttria-stabilized zirconia (YSZ) and CeO2- and 

TiO2-coated YSZ.  

Accordingly, porous thin films of YSZ with a high surface area were prepared using 

two different routes. Pulsed laser deposition (PLD) has been used to produce porous 

oxide thin films with a random pore structure, while an evaporation-induced self-

assembly (EISA) process has been used to deposit mesoporous oxides with a regular 

pore arrangement. The pores were uniformly coated by means of atomic layer deposition 

(ALD) with varying thicknesses of oxide materials, such as CeO2 and TiO2, to prepare 

composite materials with tailored structural and electrical properties. The thin films were 

structurally characterized by several analytical techniques, and electrochemical 

characterization was done by electrochemical impedance spectroscopy (EIS) 

measurements varying temperature, oxygen partial pressure or relative humidity.  

The thesis is divided into three parts. In chapter 1, a detailed description of the 

transport mechanisms of the charge carriers in metal oxides is presented. In addition, 

this chapter gives an overview about the defect chemistry of the metal oxides 

investigated in this work as well as the description of space charge layers at interfaces. 

The second chapter summarizes the scientific results of this doctoral thesis, which have 

been published in three research articles.  

The transport properties of porous PLD-derived YSZ thin films were investigated 

using EIS. Under dry conditions, the pristine YSZ thin film exhibits only dominant oxygen 

ion conductivity. However, a significant increase in total conductivity with increasing 

relative humidity is observed. Here, the additional protonic contribution arises from the 

adsorption of water molecules at the material surface. While an amorphous titania 

coating layer results in a decrease of the protonic conductivity compared to pristine YSZ, 

the crystalline TiO2 layer increases the protonic conductivity contribution again. The 

crystallinity of the titania layer can be adjusted by varying the thickness, which 



ix 
 

significantly influences the transport properties of the composites. EIS measurements of 

mesoporous sol–gel-derived YSZ thin films reveal no effect of pore size on the total 

electrical conductivity. The composites with thin ceria coatings exhibit mixed 

ionic/electronic conductivity, but a dominant electronic contribution at low temperatures. 

In addition, investigations show that the electronic contribution significantly decreases 

with increasing CeO2 layer thickness. Surface engineering enables to modify certain 

structural and electrochemical properties by active oxide layer coating, which tailors the 

transport mechanisms (electronic, ionic and protonic conductivity) in the nanostructured 

composites. A short summary of the results, final comments on the prospective scientific 

challenges, and suggestions for further work conclude the thesis.  
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1. Introduction 
 

Solid-state ion conductors play an important role in electrochemical devices in the 

field of modern energy technology, particularly for catalysis and energy storage and 

conversion.1–4 For example, yttria-stabilized zirconia (YSZ) is a very important 

component for solid oxide fuel cells (SOFCs), as it combines a high oxygen ion 

conductivity at elevated temperatures with excellent chemical and mechanical   

stability.5–10 Using cubic YSZ as electrolyte material, SOFCs operate at high 

temperatures around 650 °C to 1000 °C,11 which involves some disadvantages, including 

high costs, faster loss of overall performance and degradation of the system. In 

particular, the high operation temperature leads to structural changes (cubic to tetragonal 

phase), which are accompanied by a reduction of the ionic conductivity.10 Consequently, 

it is desirable to reduce the operation temperatures for SOFC applications. Therefore, it 

is necessary to develop electrolyte materials that possess enhanced oxygen ion 

conductivity at low temperatures. One major aspect is that the ionic conductivitiy of YSZ 

can be altered by tailoring the dopant concentration, which in turn affects the 

concentration and mobility of the mobile oxygen vacancies. The maximum conductivity 

value has been obtained between 8 and 9 mol % Y2O3.  

 Besides the composition control, nanostructuring is a promising approach to alter the 

defect chemistry of oxide materials. Thus, nanostructured materials open fresh 

perspectives and research areas on fuel cell technology, providing a promising strategy 

to overcome the above mentioned disadvantages of SOFCs associated with the reduced 

operation temperatures. Nanostructuring primarily increases the density of interfaces 

and the specific surface area, which simultaneously affects the structural and physico-

chemical properties of ionic and mixed-conducting materials. Related studies have 

shown a great potential of ionic conductors based on nanocrystalline structures.12–14 In 

several scientific works, an enhancement of the ionic conductivity by several orders of 

magnitude has been demonstrated for YSZ thin films, achieved either by nanostructuring 

or by decreasing the film thickness.15–22 On the other hand, there are also reports of the 

contrary observations, where the ionic conductivity of nanostructured thin films 

decreases.23,24 The variation of the conductivity is attributed to space charge effects in 

the vicinity of the grain boundaries, misfit dislocations and/or strain effects at the interface 

between thin film and substrate.25,26 In addition, there are reports that nanostructured 

materials can exhibit a visible change in the conduction mechanism with decreasing 

grain size, i.e., from ionic to mixed ionic-electronic conduction.27,28 However, the 

advantages of nanocrystalline YSZ is still controversially discussed in the literature.  
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Electrochemical properties of oxide ceramics can be tailored by developing a porous 

structure, thus a high surface-to-volume ratio. One of the most characteristic features of 

porous materials is the high accessibility of their internal pore structure to the surrounding 

atmosphere. Previous studies using porous materials have indicated an excellent 

electrochemical performance and functionality, attributed to the higher density of 

electrochemically active surface sites compared to their bulk counterparts.29–33 The 

surface area exhibits a different defect chemistry than the bulk due to several effects, 

including the presence of a space charge layer, surface reconstruction and       

charges.34–37 For instance, oxygen kinetics are determined by the surface chemistry. 

Literature results indicate enhanced oxygen exchange kinetics in ceria- and zirconia-

based oxides for SOFC applications by different surface modification strategies, e.g., the 

deposition of thin coatings and incorporation of aliovalent impurities.36,38–44  

Since the last decade, atomic layer deposition (ALD) plays a fundamental role in the 

improvement of SOFC properties.45–50 ALD can be used to deposit conformal and 

uniform coatings on complex structures, like mesoporous thin films. Different materials, 

such as TiO2, CeO2 and Al2O3, can be deposited with a precise control of the layer 

thickness. During the process, the substrate is exposed to chemical precursors. A 

coating can alter and modify the ionic/electronic conductivity as well as the surface 

oxygen exchange kinetics, having a great influence on the transport mechanisms and 

charge transfer reactions in SOFCs, as summarized by Shin et al.46 In addition, the 

interfacial electrode-electrolyte reactions can be tailored by layers with defined 

composition and thickness. Another important application of the ALD process is the 

deposition of protective films to improve the chemical and mechanical stability of the 

device. As reported for example by Dubraja et al., Al2O3-ALD improved the thermal 

stability of mesoporous Rh2O3 thin films significantly.51 Several thin film composites, such 

as CeO2/ZrO2,52 have been investigated and analyzed, but further research is still 

required in this field to continue the development of novel two-phase nanocomposites 

with promising properties for electrochemical applications. Therefore, detailed studies of 

the structural and physicochemical properties of these films are required to gain a deeper 

insight into the nanoionics and surface effects.  

In this thesis, the impact of the surface area and of surface modifications by ALD on 

the electrical and protonic transport properties as well as the defect chemistry of     

(meso-)porous oxide nanomaterials have been investigated. Studies on the defect 

chemistry were performed as a function of temperature (25 to 700 °C), oxygen partial 

pressure (10-5 to 10-0.6 bar) or relative humidity using electrochemical impedance 

spectroscopy (EIS). To realize desired oxygen partial pressure values, gas mixtures of 

Ar/O2 were used.  
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 Thin films of non-ordered porous 9.5 mol% YSZ with grains in the range of                     

15 – 20 nm were deposited via pulsed laser deposition (PLD) on (0001)-oriented single-

crystalline sapphire substrates. The pore surface of the YSZ films was uniformly coated 

by ALD with a titania layer of either 6 or 18 nm thickness. The thickness of the coating 

affects the crystallinity. While the thinner titania layer was amorphous, the thicker layer 

showed the anatase phase. The total conductivity of these thin films was investigated 

under dry and ambient atmosphere, revealing significant differences between pristine 

and TiO2-coated YSZ. The non-coated YSZ showed an increase in conductivity with 

increasing humidity. While the protonic contribution was significantly suppressed in YSZ 

coated by a TiO2 layer of 6 nm thickness, the protonic conductivity increased again in  

18 nm thin titania-coated YSZ. This was attributed to filling of reduced-size pores with 

water. Overall, these results indicated that proton transport largely depends on the 

surface properties and the pore structure. 

Secondly, highly ordered mesoporous 8 mol% YSZ thin films with different pore sizes 

(15 – 40 nm) were produced by solution-phase coassembly of salt precursors with 

different polymer structure-directing agents using an evaporation-induced self-assembly 

(EISA) process. The pore walls of the thin films were uniformly coated via ALD with 

varying thicknesses (3 and 7 nm) of ceria to functionalize the material surface. In this 

way, the pore size was adjusted in a controlled way. Similar to the TiO2 coating, the 

thickness of the ceria coating affects the crystallinity and composition of the material. 

Only the thickness of the ceria surface layer affected the electrical transport properties, 

whereas the porosity showed no effect at all. ALD-derived two-phase nanocomposites 

with a 3 nm coating exhibited mixed ionic/electronic conductivity, those with a 7 nm 

coating only showed ionic conductivity. Accordingly, the electrical transport properties of 

these material systems can be tailored by varying the coating thickness.  

Furthermore, in the invited perspective article, the state-of-the-art in the synthesis of 

mesoporous metal oxides, their structural and physicochemical properties, and their 

potential as electrode materials for electrochemical applications were addressed. Here, 

the advantages and disadvantages of the structural properties regarding the 

electrochemical device performance are discussed in detail.  
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2. Theoretical Background  
 

In this chapter, the fundamental and relevant concepts for the interpretation of the 

results obtained in this doctoral thesis are introduced. This includes a brief theoretical 

introduction of the transport properties and the defect chemistry of solid oxides. 

 

2.1. Electrical Transport in Solids 

 

The total electrical conductivity 𝜎total of a material is defined as the sum of the partial 

conductivities of charged carriers of type 𝑖, such as electrons and ions:53 

𝜎total = ∑ 𝜎𝑖  . 

                                                                                                                                  (1.1) 

The partial conductivity 𝜎𝑖 depends on the concentration per unit volume 𝑐𝑖, the charge 

𝑞𝑖 and mobility μ𝑖 of the moving carriers:  

𝜎𝑖 =  𝑐𝑖𝑞𝑖μ𝑖 . 

                                       (1.2) 

2.1.1. Ionic Conductivity 

 

     A fundamental requirement for the oxygen ion conductivity is the presence of defects 

in the crystal lattice of the oxide material. In an ionic crystal lattice mainly three types of 

defects can be formed, intrinsic Frenkel and Schottky defects, and extrinsic defects, as 

described in chapter (2.3.). Depending on the crystal structure, oxygen vacancies or 

interstitials are considered to be the most common point-defects. Generally, in fluorite-

type oxides, the migration of oxygen vacancies gives rise to the ionic conductivity.  

By applying an external electric field 𝐸𝜐, the transport of oxygen ions occurs by hopping 

via available oxygen vacancy sites, i.e., oxygen ions move from one oxygen vacancy to 

another. During the jump to adjacent lattice sites, a defined energy barrier must be 

surmounted (Fig. 1). This energy barrier is the Gibbs free energy of migration ∆𝐺m. The 

net velocity 𝜐 of ion migration is given by: 

𝜐 =
𝑣𝛾𝑍𝑒𝑎²𝐸𝜐 

𝑘B𝑇
exp (−

∆𝐺𝑚 

𝑘𝐵𝑇
) . 

                                                  (1.3) 

with the Boltzmann constant 𝑘B, the temperature 𝑇, the attempt frequency 𝑣 for a jump, 

the geometrical factor 𝛾 depending on the crystal structure, the distance between the 
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adjacent lattice sites 𝑎 and the nominal charge on the ions 𝑍𝑒. Furthermore, the mobility 

𝜇i is defined as being the ratio of velocity and electric field strength: 

𝜇i  =
𝑣𝛾𝑍𝑒𝑎²

𝑘B𝑇
exp (−

∆𝐺𝑚 

𝑘𝐵𝑇
) . 

                                                            (1.4) 

By combining equations (1.2) and (1.4), the temperature dependence of 𝜎𝑖 is given by: 

𝜎𝑖  =
𝛾𝑐𝑣𝑍𝑒²𝑎²

𝑘B𝑇
exp (−

∆𝐺m 

𝑘B𝑇
) . 

                                                   (1.5) 

The Gibbs free energy of migration can be separated into the enthalpy ∆𝐻m and the 

entropy ∆𝑆m of migration:  

∆𝐺m = ∆𝐻m − 𝑇∆𝑆m, 

                                                   (1.6) 

leading to the following equation for the conductivity:  

𝜎𝑖  =
𝛾𝑐𝑣𝑍𝑒²𝑎²

𝑘B𝑇
exp (−

∆𝐻m 

𝑘B𝑇
) exp (

∆𝑆m 

𝑘B
) =

𝜎0

𝑇
exp (−

∆𝐻m  

𝑘B𝑇
) . 

                                                                                                   (1.7) 

Here, the pre-exponential factor includes the entropy term of migration, the lattice 

constant and the attempt frequency.  

 

Fig. 1: Schematic representation of the potential barrier for the migration of an ionic 

charge carrier in the presence of an applied electric field. Reproduced from Tilley et al. 

with permission.53 

 

The conductivity of a pure oxygen ion conductor (𝜎total = 𝜎ionic), such as YSZ, depends 

strongly on temperature. The ionic conductivity increases with increasing temperature 

due to the thermally activated mobility of the free charge carriers for a fixed charge carrier 



Theoretical Background 

7 
 

concentration. For example, bulk YSZ is consistently reported to have a conductivity of 

around 1 S/cm at 800 °C.54 

 

2.1.2. Electronic Conductivity 

 

Most metal oxide materials, such as CeO2 and TiO2, are mixed conductors, whereas only 

few are classified as pure ionic conductors. Electrons, electron holes, anions and cations 

can serve as charge carriers in mixed conductors. Thus, the contribution of electronic 

and ionic components to the total conductivity is given by:   

𝜎total = 𝜎ionic + 𝜎electronic . 

                                               (2.1) 

The ionic transport process is described in the previous section (2.1.1.). In several metal 

oxides, e.g., transition metal oxides, the electronic transport occurs by a hopping 

mechanism instead of a band conduction mechanism.55–58 The presence of 

crystallographic defects in the material breaks the regular periodicity of the electronic 

charge density. This structural disorder leads to the formation of localized electronic 

states in the band gap, close to the band edges.59,60 This results in a smearing out of the 

band gap. However, localized electronic states can also be formed in highly crystalline 

oxide materials. This phenomenon is described as a modification of the band structure 

induced by polaron (quasiparticle) formation. A polaron is formed by the Coulomb 

interaction between charge carriers (i.e., electrons or holes) and phonons. When ions 

are attracted (repelled) to charge carriers with an opposite (same) electric charge, a 

polarization (distortion) of the structure is generated, following the charge carrier when it 

moves through the crystal lattice. Furthermore, polarons are classified as large or small 

depending on the size and strength of the phonon cloud. Whereas small polarons are 

governed by short-range electron-phonon interactions, large polarons are formed by 

long-range interactions. In metal oxides, the electronic conductivity 𝜎𝑒 can be described 

by a charge carrier jumping through the material between the localized states. In order 

to move, the charge charrier has to overcome the energy barrier during the hopping 

between two adjacent sites. This electrical transport mechanism is thermally activated. 

In such materials, the mobility of the charge carriers  𝜇  increases with increasing 

temperature, in contrast to the classical band theory:53 

𝜇 ∝
1

𝑇
exp (−

∆𝐻m,elec 

𝑘B𝑇
) . 

                                               (2.2) 
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Here, ∆𝐻m,elec  is the migration enthalpy of the electronic defects. The transport 

mechanism of polaron hopping is similar to that of the ionic conductivity:53 

𝜎𝑒  = (1 − 𝜑) (
𝑐𝑣𝑒2𝑎2

𝑘B𝑇
) exp (−

∆𝐻m,elec 

𝑘B𝑇
) exp (

∆𝑆m,elec 

𝑘B
) . 

                                                                                         (2.3) 

The geometrical factor in equation (1.5) is replaced by the term (1 − 𝜑). The parameter 

𝜑 represents the fraction of total sites that mobile charges occupy, which varies with the 

degree of nonstoichiometry. A high degree of nonstoichiometry leads to an increase in 

the mobile charge carrier concentration 𝑐 . ∆𝑆m denotes the migration entropy of the 

electronic defects. The electronic conductivity is exponentially correlated with the 

temperature.61 

The formation of small polarons has been already observed in several metal oxides, like 

ceria and titania, which both exhibit a large band gap with an energy higher than 3 eV.62 

Polarons originate from intrinsic defects, such as oxygen vacancies or metal interstitials. 

The polaron formation is attributed to a change of the transition metal oxidation state, for 

example, in ceria from Ce4+ to Ce3+. Particularly in oxide materials, the charge transfer 

and the electron-phonon coupling occur more easily in the vicinity of the surface than in 

the bulk due to the different defect chemistry and structure.  

 

2.1.3. Protonic Conductivity 

 

In the last years, nanostructured oxides gained much attention as proton conducting 

materials in several electrochemical devices, such as humidity sensors63–65 and proton 

exchange membranes,66–68 at ambient conditions, where protons were found to be the 

dominant charge carriers. Nanostructured oxides, such as YSZ,69–73 CeO2
74–76 and 

TiO2
72,77–79, can exhibit notably high protonic conduction at temperatures below 150 °C, 

as demonstrated in several studies.  

The protonic conductivity arises from the adsorption of water molecules at the material 

surface and/or its grain boundaries. However, the type, concentration and migration 

mechanism of protonic charge carriers, as well as the process of the adsorption of 

different water layers on the surface, are determined by the physicochemical properties 

of the material’s surface. Depending on temperature and relative humidity, chemisorbed 

and/or physisorbed water layers are formed, as schematically shown in Fig. 2.80,81 

Generally at high temperatures (𝑇 > 450 °C)82 and/or low relative humidity, chemisorbed 

layers are present, which are mostly forming covalent bonds to the substrate material in 



Theoretical Background 

9 
 

the form of hydroxyl groups. Typical values of the adsorption enthalpy range between 1 

and 2 eV.83,84 In addition to the dissociative adsorption, water molecules can molecularly 

adsorb onto the surface. Common adsorption sites are metal ions and surface defects. 

For instance, when a metal oxide material with surface defects, such as oxygen 

vacancies VO
˙˙, is exposed to a humid atmosphere, the water molecule H2O(g) fills the 

vacancy according to the defect reaction shown in the Kroeger–Vink notation:85,86 

H2O(g) + VO
˙˙ + OO

x ↔ 2(OHO
˙ ), 

                                                                                                                 (3.1) 

where hydroxide ions are formed. At lower temperatures, additional physisorbed water 

layers are formed, whose number increases with increasing relative humidity. Compared 

to chemisorbed water molecules, physisorbed molecules exhibit a lower adsorption 

enthalpy on the order of 0.2 eV to 1 eV.83,84 

 

Fig. 2: Schematic illustration of the structure of adsorbed water layers on a titania 

surface. The influence of a surface acceptor A and a donor D on the water dissociation 

is shown. Reproduced from Stub et al. with permission.81 

 

The transport of protons occurs in two different ways, either by Grotthuss or vehicle 

mechanisms, depending on the structure of the adsorbed water layers.73,87,88 In the 

chemisorbed water layers, the protons typically propagate by a hopping mechanism 

(Grotthuss mechanism) between the different oxygen atoms of the adsorbed water 

molecules, where the activation energy varies between 0.1 and 0.4 eV. In physisorbed 

water layers, the transport of hydroxide ions (vehicle mechanism) is preferred, which has 

a higher activation energy typically in the range between 0.4 and 1 eV.83,88,89  
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2.2. Defect Chemistry at Interfaces (Space Charge Region) 
 

The presence of a high density of interfaces, such as grain boundaries or free 

surfaces, can significantly affect the electrochemical transport properties in metal oxides. 

At interfaces, the concentration and mobility of the charge carriers are changed due to 

the formation of a space charge region. Thus, the defect chemistry at interfaces differs 

significantly from that of the bulk material. The first description of space charge regions 

of ionic solids was discussed by Kliewer and extended to metal oxides by Maier.90–92 

Generally, the concentration of each defect 𝑖 is related to its electrochemical potential �̃�𝑖, 

which comprises the chemical potential 𝜇𝑖
0 and the electrical potential Φ(𝑥): 

�̃�𝑖 = 𝜇𝑖
0 + 𝑍𝑖𝐹Φ(𝑥), 

                                                                                                                                   (4.1) 

with 𝑍𝑖  being the effective charge of the defect 𝑖  and 𝐹  the Faraday constant. At an 

interface, the local symmetry of the crystal structure is distorted, i.e., the chemical 

potential of the interface (𝑥 = 0) deviates from that of the bulk (𝑥 = ∞). In order to 

maintain electroneutrality, i.e., a constant electrochemical potential, charged mobile 

species in the vicinity of the interface redistribute and vary their local concentration, 

resulting in the formation of a space charge layer. The concentration profile 𝑐𝑖(𝑥) for each 

mobile defect at the distance 𝑥 from the interface is given by: 

𝑐𝑖(𝑥) = 𝑐𝑖,∞ exp (−
𝑍𝑖𝑒 ∙ ∆Φ(𝑥)

𝑘𝑇
) , 

                                                                                                       (4.2) 

where 𝑐𝑖,∞ refers to the defect concentration of 𝑖 in the bulk. ∆Φ(𝑥) = Φ(𝑥) − Φ∞ is the 

electrostatic potential at the distance 𝑥  from the interface relative to the bulk 

potential Φ∞. The potential profile can be determined by solving the Poisson-Boltzmann 

differential equation (one-dimensional form): 

 
𝜕²Φ

𝜕𝑥²
= −

𝑒

𝜀0𝜀𝑟
∑ 𝑍𝑖𝑐𝑖,∞

𝑖

exp (−
𝑍𝑖𝑒 ∙ ∆Φ(𝑥)

𝑘𝑇
) . 

                                                                                             (4.3) 

Equation (4.3) and, thus the description of the charge carrier spatial distribution at the 

interface can be solved for two prominent cases, the Gouy-Chapman case and the Mott-

Schottky case. In the Gouy-Chapman case, two defects of opposite sign are assumed 

to be mobile, while in the other case one of the defects is immobile. The two different 

situations are described in more detail in the first publication of this thesis. 
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Numerous studies have investigated the properties of the space charge layer of ionic 

and mixed ionic-electronic conductors.93–100 By decreasing the grain size to the 

nanometer level, the concentration of oxygen ions in ceria- and zirconia-based oxides is 

reduced and those of the electrons increases in the space charge region. The reason is 

that in fluorite-based materials, the grain boundaries typically exhibit a positively charged 

core. The change in carrier concentration in the vicinity of the interface affects the local 

defect chemistry and thus the corresponding electrical conductivity. The transport 

properties in polycrystalline ceria- and zirconia-based materials can be obviously 

controlled by micro- and nanostructuring. An overview of the correlation between grain 

boundary, grain size and space charge region in metal oxides can also be found in the 

first publication of this thesis.  

 

2.3. Defect Chemistry of Solid Metal Oxides  

 

2.3.1. Defect Chemistry of Yttria-stabilized Zirconia (YSZ) 

 

Cubic yttria-stabilized zirconia is one of the most common ceramic materials, as it is 

well suited as solid-state electrolyte for SOFCs due to its comparably high ionic 

conductivity and chemical stability over wide temperature and oxygen partial pressure 

ranges.1,101,102 The incorporation of yttria (Y2O3) in pure zirconia (ZrO2) generates double 

positively charged oxygen vacancies VO
˙˙. Here, yttrium ions (Y3+) replace the zirconium 

sites YZr
′  with a relative charge of -1 and oxygen vacancies are formed to maintain charge 

neutrality. This can be described in Kroeger-Vink notation by the defect reaction:103,104 

Y2O3 → 2YZr
′ +  VO

˙˙ + 3OO
x . 

                                                                                                     (5.1) 

OO
x  indicates the lattice oxygen ions on regular oxygen sites with a neutral charge. Yttria 

does not only provide oxygen vacancies, which increase the ionic conductivity. It also 

stabilizes the cubic phase of zirconia, which is thermodynamically stable only at high 

temperatures. The cubic fluorite-type YSZ exhibits the highest ionic conductivity. 

Generally, zirconia as a polymorphic material exists in three different phases: cubic, 

tetragonal and monoclinic.105 However, the ion conductivity depends on the oxygen 

vacancy concentration [VO
˙˙] on the anionic sublattice, which is determined by the yttrium 

ion concentration [YZr
′ ]: 

[VO
˙˙] = 0.5[YZr

′ ]. 

                                                                                            (5.2) 
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Several studies found an optimal doping concentration of Y2O3 to obtain the highest 

oxygen ion conductivity of about 8 and 9 mol % Y2O3.106–110 A higher doping 

concentration leads to a drastic reduction of the ionic conductivity due to the decrease 

in mobility. At low temperatures or high doping concentration, the formation of two 

different defect clusters are involved.111–113 Oxygen vacancies and yttria form a complex 

with a positive effective charge: 

YZr
′ + VO

˙˙ ↔ (YZr
′ VO

˙˙)˙. 

                                                                                                      (5.3) 

An even higher doping concentration results in the formation of clusters, which are 

electrostatically neutral. These defects can be described as: 

2YZr
′ + VO

˙˙ ↔ (YZr
′ VO

˙˙YZr
′ )x. 

                                                                                                                                   (5.4) 

Furthermore, oxygen ions move from a regular oxygen lattice site OO
x  to an interstitial 

position Oi
′′ in the lattice, creating simultaneously oxygen vacancies (Frenkel-type anion 

disorder): 

OO
x + Vi

x ↔ VO
˙˙ + Oi

′′, 

                                                                                                                                   (5.5) 

with the corresponding equilibrium constant of the mass action law: 

𝐾F = [VO
˙˙][Oi

′′]. 

                                                             (5.6) 

The oxygen interstitial Oi
′′ has a double negative charge relative to the lattice. Depending 

on the oxygen partial pressure 𝑝O2
, YSZ can exhibit a dominant ionic, electronic or mixed 

conduction. The correlation between different charge carrier concentrations and the 𝑝O2
 

is represented in so-called Brouwer diagrams, where the logarithm of the defect 

concentration log[def] is plotted versus the logarithmic value of the oxygen partial 

pressure. As seen in Fig. 3, several defect regimes for YSZ can be constructed, 

illustrating the case of the stoichiometric region (intrinsic ionic conduction), along with an 

oxygen excess (p-type) and oxygen deficient (n-type) region by a variation of  𝑝O2
. 

However, YSZ offers a dominant ionic conductivity over a wide range of oxygen partial 

pressures and temperatures due to the doping with Y2O3, whereas dominant p-type or 

n-type conduction is not observed under real (experimental) conditions.  

Using the Kroeger-Vink notation, the defect reaction of oxygen release under reducing 

atmosphere is given by: 
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OO
x ↔ VO

˙˙ + 2e′ + 0.5 O2(g), 

                                                                                                         (5.7) 

which forms oxygen vacancies in the lattice and excess electrons e′ in the conduction 

band. The respective mass action law 𝐾Red for reaction (5.7) is given by: 

𝐾Red = [VO
˙˙][e′]²𝑝O2

1/2. 

                                                                                                   (5.8) 

Similarly, the incorporation of oxygen under oxidizing atmosphere can be described by 

the following reaction and equilibrium constant 𝐾Ox:     

0.5 O2(g) + VO
˙˙ ↔ OO

x + 2h˙, 

                                                                                                                                   (5.9) 

𝐾Ox = [VO
˙˙]

−1
[h˙]2𝑝O2

−1/2. 

                                                                                       (5.10) 

Here, hVB
˙  denotes a defect electron in the valence band. The dopant concentration [YZr

′ ] 

is constant for the whole 𝑝O2 
range. 

 

(Near-)stoichiometric region: 

In the vicinity of the stoichiometric point, the concentration of oxygen vacancies is 

intrinsically large due to doping and remains constant over a broad range of oxygen 

partial pressures ([VO
˙˙] ≈ const.). Here, the total conductivity is equal to the oxygen ion 

conductivity (i.e.  𝜎total  ≈ 𝜎ion ). Cation diffusion of  YZr
′  can be neglected, and the 

influence of electrons e′and holes hVB
˙  on the total conductivity is negligible due to the 

large band gap, leading to a low electron concentration, i.e. [e′] ≪ [VO
˙˙].  Here, the 

electron-hole disorder can be written as: 

nill ↔ e′ + h˙. 

                                                                                                       (5.11) 

According to equation (5.11), the equilibrium constant 𝐾𝑒 is given by: 

𝐾𝑒 = [e′][h˙] , 

                                                                                    (5.12) 

where [e′] and [h˙] are the concentration of electrons and holes in the conduction and 

valence band, respectively. The charge neutrality condition can be described by: 
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 YZr
′ + 2Oi

′′ + e′ ↔ 2VO
˙˙ + h˙. 

                                                                                                                                 (5.13) 

Combining the law of mass action in equation (5.9) with the assumption [VO
˙˙] ≈ const. 

results in the 𝑝O2
-dependence of the electron concentration in YSZ:  

[e′] ∝ 𝑝O2
−1/4. 

                                                                             (5.14) 

Similarly, the dependence of the hole concentration on the oxygen partial pressure can 

be described as: 

[h˙] ∝ 𝑝O2
+1/4. 

                                                        (5.15) 

 

Reducing conditions: 

By decreasing the oxygen partial pressure, the oxygen vacancy concentration increases 

in YSZ due to the release of oxygen. Here, the double positive charge of an oxygen 

vacancy is compensated by two additional electrons. If the concentration of electrons 

reaches the oxygen vacancy concentration, the Brouwer approximation for the n-type 

region holds: 

2[VO
˙˙] = [e′]. 

                                                                                                                                 (5.16) 

The dependence of certain defect species on the oxygen partial pressure can be 

determined on the basis of equations (5.7), (5.8), (5.11), (5.12) and (5.16): 

[VO
˙˙] ∝ 𝑝O2

−1/6, [Oi
′′] ∝ 𝑝O2

+1/6 

                                                                                                 (5.17) 

and 

[e′] ∝ 𝑝O2
−1/6, [h˙] ∝ 𝑝O2

+1/6. 

                                                                                                 (5.18) 

Under reducing conditions, the defect concentration changes with a characteristic slope 

of ± 1/6 in the Brouwer diagram.   
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Oxidizing conditions: 

With a reasonably high partial pressure of oxygen, the hole concentration approaches 

the dopant concentration: 

[YZr
′ ] = [h˙]. 

                                                                                                                                 (5.19) 

In this region, the number of electrons and holes can be assumed to be constant 

(Brouwer approximation). The dependence of the oxygen vacancy and interstitial 

concentration on the oxygen partial pressure is calculated using equations (5.9), (5.10) 

and (5.19), respectively:  

[VO
˙˙] ∝ 𝑝O2

−1/2, [Oi
′′] ∝ 𝑝O2

+1/2. 

                                                                    (5.20) 

Thus, the logarithmus of the  oxygen vacancy concentration decreases with a slope of   

-1/2 with increasing log(𝑝O2
), while those of interstitials increases with a characteristic 

slope of +1/2. 

 

Strongly oxidizing conditions: 

At an even higher oxygen partial pressure, the incorporation of oxygen increases the 

concentration of oxygen interstitials and holes. In this regime, the double negative charge 

of an oxygen interstitial is compensated by two additional holes. The corresponding 

Brouwer approximation is formulated as: 

2[Oi
′′] = [h˙]. 

                                                                                                                                 (5.21) 

The dependence of certain defect species on the oxygen partial pressure can be 

calculated on the basis of equations (5.9), (5.10), (5.11), (5.12) and (5.21): 

[VO
˙˙] ∝ 𝑝O2

−1/6, [Oi
′′] ∝ 𝑝O2

+1/6 

                                                                   (5.22) 

and 

[e′] ∝ 𝑝O2
−1/6, [h˙] ∝ 𝑝O2

+1/6. 

                                                         (5.23) 

In this region, the number of oxygen interstitials exceeds those of yttria. The 

corresponding Brouwer diagram is shown in Fig. 3.  
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Fig. 3: Brouwer diagram for yttria-stabilized zirconia (YSZ). Reproduced from ref. 114. 

 

2.3.2. Defect Chemistry of Cerium (IV) oxide (CeO2) 

 

In fluorite-type oxides, such as ceria (CeO2), Schottky disorder is energetically 

unfavorable. The intrinsic defect formation in stoichiometric ceria is based on the 

formation of oxygen vacancies VO
˙˙ and oxygen interstitials Oi

′′, which is represented by 

means of Kroeger-Vink notation (here: Frenkel-type anion disorder): 

OO
x + Vi

x ↔ VO
˙˙ + Oi

′′, 

                                                                                               (6.1) 

with the respective law of mass action: 

𝐾𝐹 = [VO
˙˙][Oi

′′] . 

                                                             (6.2) 

Intrinsic defects are mainly formed due to the increase in entropy at elevated 

temperatures.115 Electron-hole disorder is intrinsically low because of the large band gap 

between the O-2p and Ce-5d orbital states (𝐸gap = 4 – 6 eV).116–118 In addition, the redox 

activity is a well-known characteristic of the cubic fluorite-type ceria, as cerium easily 

changes the oxidation state between Ce3+ (4f1 orbital) and Ce4+ (4f0 orbital). The defect 

equilibria Ce3+/Ce4+ can be adjusted by varying the temperature and oxygen partial 

pressure. During the reduction of ceria, oxygen can be easily removed from the crystal 

lattice. Thus, oxygen vacancies VO
˙˙ and excess electrons e′ are formed under reducing 

conditions: 
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OO
x ↔ VO

˙˙ + 2e′ + 0.5 O2(g). 

                                                                                                                                   (6.3) 

Note that non-stoichiometric ceria (CeO2-δ) is a typical mixed ionic and electronic 

conductor (MIEC), where oxygen vacancies are responsible for the ionic conductivity, 

while electrons propagate through the lattice by small polaron hopping between Ce3+ and 

Ce4+:53,56 

2CeCe
x + 2e′ ↔ 2CeCe

′ , 

                                                                                                                          (6.4) 

where Ce3+ and Ce4+ are denoted as CeCe
′  and CeCe

x , respectively. Combining equations 

(6.3) and (6.4), the reduction reaction can be written as: 

2CeCe
x + OO

x ↔ 2CeCe
′ + VO

˙˙ + 0.5 O2(g), 

                                                                                                                                   (6.5) 

with the respective equilibrium constant: 

𝐾Red = [CeCe
′ ]²[VO

˙˙] 𝑝O2
1/2. 

                                                                            (6.6) 

Under oxidizing conditions, the oxygen incorporation into the material generates oxygen 

interstitials and holes: 

0.5 O2(g) + VO
˙˙ ↔  Oi

′′ + 2hVB
˙  , 

                                                                                                                                   (6.7) 

𝐾Ox = [ Oi
′′][h˙]2𝑝O2

−1/2. 

                                                                                         (6.8) 

Combining the reaction of the extrinsic defect formation of ceria (6.5) with the intrinsic 

defect formation reactions, the Brouwer diagram of ceria can be constructed when 

maintaining charge neutrality conditions. The Brouwer diagram with the corresponding 

approximations depending on the oxygen partial pressure range is shown in Fig. 4.  
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Fig. 4: Brouwer diagram for ceria (CeO2). 

 

2.3.3. Defect Chemistry of Titanium (IV) oxide (TiO2) 

 

     Anatase titania (TiO2) is a wide-bandgap semiconductor with an energy of around   

3.2 eV.119,120 TiO2 tends to be an intrinsic n-type material at elevated temperatures, as 

generated oxygen vacancies are compensated by electrons. Electrons exhibit a 

considerably high mobility in the conduction band, while localized holes show an 

extremely low mobility, due to the strong electronegativity of the O-2p orbitals. The defect 

equations for the redox reaction and formation of an electron-hole pair are: 

OO
x ↔ VO

˙˙ + 2e′ + 0.5 O2(g) , 

                                                                                                  (7.1) 

nill ↔ e′ + h˙, 

                                                                                              (7.2) 

with the equilibrium constants: 

𝐾VO
˙˙ = [VO

˙˙][e′]²𝑝O2

1/2
, 

                                                                               (7.3) 

𝐾𝑒 = [e′][h˙]. 

                                               (7.4)                 

For anatase, it is still under debate whether Schottky or cation Frenkel disorder is 

energetically favored.121–128 In case of Schottky disorder, doubly ionized oxygen 
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vacancies VO
˙˙ and titanium vacancies  VTi

′′′′ with a charge of -4 relative to the lattice are 

present. Meanwhile, electrically neutral TiO2 molecules leave the lattice sites and are 

placed at the surface of the material: 

TiTi
x + 2OO

x ↔  VTi
′′′′ + 2VO

˙˙ + TiO2 (surf) . 

                                                                                                                                   (7.5) 

In this case, the equilibrium constant 𝐾S is: 

𝐾S = [ VTi
′′′′][VO

˙˙]
2

. 

                                                  (7.6) 

Assuming that Frenkel disorder is dominant, a Ti4+ ion changes its position from an 

occupied lattice site TiTi
x  to a vacant interstitial site Vi

x according to: 

TiTi
x +  Vi

x ↔  Tii
˙˙˙˙ +  VTi

′′′′. 

                                                                                                 (7.7) 

 Tii
˙˙˙˙denotes Ti4+ on an interstitial site with a relative charge of +4. The corresponding 

mass action law is given by: 

𝐾F = [VTi
˙˙˙˙][ VTi

′′′′]. 

                                                 (7.8) 

As for YSZ and CeO2, the defect concentration of titania is associated with its 

nonstoichiometry. Changing the oxygen partial pressure of the surrounding atmosphere, 

the defect concentration can be tailored. Nowotny et al. illustrated the concentration of 

specific defects as a function of the oxygen partial pressure.125,128–130 In addition to the 

above mentioned defect formations, the following defect equilibria need to be considered 

for titania:  

TiTi
x + 2OO

x ↔  Tii
˙˙˙ + 3e′ + O2(g), 

                                                                                     (7.9)   

TiTi
x + 2OO

x ↔  Tii
˙˙˙˙ + 4e′ + O2(g), 

                                                                                  (7.10)   

O2(g) ↔  VTi
′′′′ + OO

x + 4h˙. 

                                                                                                                                 (7.11) 

Under extremely reducing conditions, trivalent titanium interstitials  Tii
˙˙˙ become the most 

dominant defects. The formation of  Tii
˙˙˙ is described in equation (7.9) and its equilibrium 

constant is expressed as follows: 
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 𝐾Tii
˙˙˙ = [ Tii

˙˙˙][e′]3𝑝O2
. 

                                                                                                                                 (7.12) 

Here, titanium interstitials are compensated by electrons:               

3[ Tii
˙˙˙] = [e′]. 

                                                                                                                       (7.13)  

In the strongly reduced regime, the predominant defects are oxygen vacancies VO
˙˙, which 

are compensated by electrons. The formation of oxygen vacancies is described by 

equation (7.1) with the equilibrium constant (7.3). Thus, the corresponding Brouwer 

approximation for this regime is: 

[e′] = 2[VO
˙˙]. 

                                                                                           (7.14) 

At slightly higher oxygen partial pressure (reducing conditions), oxygen vacancies and 

titanium vacancies are the predominant defect species. The defect disorder (7.5) in this 

regime is governed by the charge compensation:  

2[ VTi
′′′′] = [VO

˙˙]. 

                                                                                                (7.15) 

With further increase of the  𝑝O2
, oxidation leads to the formation of p-type titania 

(oxidizing conditions). During the oxidation, titanium vacancies are formed. The reaction 

is described by the equilibrium (7.11) with the corresponding equilibrium 

constant 𝐾 VTi
′′′′ :                                                       

𝐾 VTi
′′′′ = [ VTi

′′′′][h˙]4𝑝O2
−1. 

                                                       (7.16) 

Only holes predominate as the majority charge carrier and compensate the titanium 

vacancies: 

4[ VTi
′′′′] = [h˙]. 

                                                                                    (7.17) 

Assuming the defect reaction of each oxygen partial pressure regime and the 

corresponding Brouwer approximation for the electroneutrality condition, a schematic 

representation of the ionic and electronic charge carriers in the above regimes is shown 

in Fig. 5. 
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Fig. 5: Brouwer diagram for titania (TiO2), according to the Schottky disorder. Variation 

of the concentration of each defect as a function of the oxygen partial pressure. 

Reproduced from Nowotny et al. with permission.128  

 

2.4. Sample Preparation 

 

2.4.1. Pulsed Laser Deposition (PLD) 

 

   Pulsed laser deposition (PLD), a physical vapor deposition (PVD) technique introduced 

by Smith and Turner in 1965,131 is a versatile method for the deposition of thin films of a 

wide spectrum of materials.132–136 In a typical PLD process, a pulsed laser beam is 

focused by a set of optical components onto the surface of a solid target to be deposited, 

leading to ablation and evaporation of the material inside the deposition chamber. The 

evaporated target material expands in a plasma plume consisting of target species, such 

as atoms, electrons and ions. After that, the vapor condenses on the substrate, which is 

mounted opposite to the target. During the deposition process, the substrate can be 

heated to a certain temperature. The process can be carried out in a ultra-high vacuum 

(UHV) or in the atmosphere of different background gasses, for example, oxygen, 

nitrogen or argon. In addition, several experimental parameters (laser energy, pulse 

duration, substrate temperature, substrate-target distance, background gas pressure 

and type) affect the expansion dynamics of the plasma and thus have direct influences 

on the thin film growth and its properties. The possibility to adjust these parameters 
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allows to influence the crystallinity, morphology, thickness and stoichiometry of the 

deposited thin film. Fig. 6 shows a schematic diagram of a typical PLD system.  

 

Fig. 6: Scheme of the PLD chamber equipped with a laser, a rotatable target holder 

stage, a substrate heater and various pressure gauges. An excimer laser, such as 

krypton fluoride or argon fluoride, is the most commonly used energy source in PLD 

systems.  

 

PLD is a well-known technique also for the deposition of metal oxides. In 1969, the first 

growth of oxide films, BaTiO3 and SrTiO3, was achieved by PLD.137 In the course of time, 

this technique has been used extensively in the preparation of numerous complex 

oxides.138 An important aspect is that structural properties of metal oxides, such as 

composition and morphology, can be controlled by tailoring the oxygen background 

pressure and the substrate temperature during deposition.138 In this context, an oxygen 

background is commonly needed to implement stoichiometric transfer of the desired 

material from the target to the substrate. Secondly, it is possible to prepare thin film 

structures ranging from dense to highly porous ones by variation of the oxygen pressure. 

At low oxygen pressures, thin films with compact and dense morphologies are typically 

deposited. For example, the preparation of dense PLD-prepared YSZ thin films is 

attained at low oxygen pressures during the deposition, whereas the formation of porous 

YSZ with a high specific surface area is facilitated at high pressures, as reported in 

several studies.82,138–141 The substrate temperature is mainly responsible for the 

nucleation density of the film.139,142,143 High temperatures enhance the nucleation, 

thereby improving the crystallization and producing strongly ordered and larger grains. 
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Moreover, PLD-deposited thin films usually require post-annealing treatments to obtain 

high-quality films.  

 

2.4.2. Evaporation-induced Self-assembly (EISA) 

 

   The EISA process is well-suited to synthesize ordered mesoporous thin films with a 

high specific surface area and nanoscale features.30,144–149 This process has been 

developed by Ogawa and Brinker for the preparation of mesostructured silica thin 

films.150,151 In recent years, various mesostructured materials have been prepared by 

combining sol-gel chemistry with surfactants and/or polymer structure-directing agents. 

The EISA process is illustrated in Fig. 7. In general, it is based on the combination of sol-

gel chemistry and self-assembly of amphiphilic molecules. The approach combines the 

advantages of both soft- and hard-templating chemistries. Typically, a planar substrate 

is sprayed, dip-coated or spin-coated with a solution of a structure-directing agent (e.g., 

block copolymer), inorganic precursor(s), and an organic solvent (e.g., alcohol). During 

the evaporation of the solvent, the self-assembly drives the generation of supramolecular 

micelles and leads to the formation of a hybrid mesophase with short- or long-range 

periodicity. This step is followed by a heating process to remove the polymer template 

and to enable crystallization of the pore wall structure and control of grain size, leading 

to the formation of ordered mesoporous materials with nanocrystalline walls. The final 

mesostructure of the thin film can be carefully controlled by several intrinsic and extrinsic 

processing parameters. The EISA process is a simple, efficient, and rapid method for 

the preparation of uniform and robust thin films. Due to the high variability of EISA 

parameters compared to other sol-gel approaches, this process has been routinely used 

to produce a large number of mesoporous films in recent years. Particularly, metal oxide 

thin films, such as Fe2O3, TiO2 and WO3, with an ordered pore network of 10 to 20 nm 

pores and crystalline walls have been synthesized.152–157 These thin films are used in 

diverse applications, such as optics, catalysis, separation, photovoltaics, low dielectric 

layers and sensors, to name a few. 
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Fig. 7: Schematic illustration of different steps involved in the evaporation-induced self-

assembly (EISA) process.   

 

2.4.3. Atomic Layer Deposition (ALD) 

 

   ALD is a thin film deposition method, which provides conformal and uniform coatings 

on complex surfaces. ALD is a special type of chemical vapor deposition (CVD) 

introduced by Suntola and Antson in 1977.158–161 Over the past decades, surface 

modification via ALD has gained attention as a promising route to improve structural and 

electrical properties of dense and porous materials. For instance, coatings lead to 

functionalization and protection of surfaces. This technique is based on sequential, self-

limiting gas-solid surface reactions, leading to controlled layer-by-layer growth down to 

the atomic level of the desired material (Frank-Van der Merwe growth). ALD is a cycle 

process, consisting of sequential pulsing of at least two reactive precursor gases that  

chemisorb on the whole substrate surface. This step is followed by intermediate purging 

or evacuation steps in order to remove unreacted gaseous precursor and thus to avoid 

gas phase reactions. As shown in Fig. 8, the precursors are pulsed alternately and 

separated by purge periods. In this way, it is possible to deposit a variety of materials, 

such as oxides, nitrides, sulfides and pure elements. 

Ideally, a monolayer of the respective material is formed during each ALD cycle. 

However, in practice, the layer growth per cycle is significantly influenced by the steric 

hindrance of the gaseous precursor molecules as well as the interaction between 

precursor and substrate surface. The desired coating thickness can be achieved by 

repeating the process sequence including all reaction and purging steps, i.e., by the 

number of ALD cycles. An illustration of the process is provided in Fig. 8. Here, the 

growth rate is mainly influenced by three parameters, the substrate temperature, the 
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vapor pressure of precursor(s), and the purge/pulse duration. Depending on the material, 

the ALD process occurs at temperatures between room temperature and ~500 °C.  

 

Fig. 8: Schematic representation of a typical ALD cycle. Typically, the duration of one 

cycle is between one and several seconds. 
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3. Results and Discussion 
 

3.1. Publication I: Ordered Mesoporous Metal Oxides for Electrochemical 

Applications: Correlation between Structure, Electrical Properties and 

Device Performance 
 

The first publication of this doctoral thesis addresses the state-of-the-art in the 

synthesis of mesoporous metal oxides, their structural and physicochemical properties 

and their potential for electrochemical applications in batteries, for (photo-) 

electrocatalysis or as gas sensor. In this invited Perspective article, we discuss the 

advantages and disadvantages of the unique structural properties of ordered 

mesoporous oxides, such as the regular pore structure and the resulting high surface 

area, regarding their performance for different electrochemical device applications. 

To gain a fundamental understanding of the physicochemical properties of 

mesoporous metal oxides, the defect chemistry at interfaces and the impact of the 

resulting space charge region on the partial electronic and ionic conductivity are 

discussed. Here, Gouy-Chapman and Mott-Schottky models are introduced as the most 

promising cases for the description of the charge carrier distribution at the interface. In 

addition, the publication discusses the role of humidity on the protonic surface 

conductivity. In particular, the general aspects of the protonic transport mechanisms are 

discussed. Finally, we highlight the benefits of surface modification via ALD, which tailors 

the functionality of mesoporous materials and provides new design principles for the 

development of high performance devices in the field of modern energy technology.   

The perspective article was written by me and edited by all co-authors. Reprinted with 

permission from Physical Chemistry Chemical Physics. Copyright (2021) Royal Society 

of Chemistry. This article is part of the PCCP Perspectives and 2021 PCCP HOT Articles.  

Erdogan Celik, Yanjiao Ma, Torsten Brezesinski and Matthias T. Elm, Ordered 

Mesoporous Metal Oxides for Electrochemical Applications: Correlation between 

Structure, Electrical Properties and Device Performance, Phys. Chem. Chem. Phys., 

2021, 23, 10706-10735.  
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3.2. Publication II: Tailoring the Protonic Conductivity of Porous Yttria-

stabilized Zirconia Thin Films by Surface Modification 
 

In order to elucidate the influence of the surface properties on the electrical and 

protonic transport in metal oxides, porous YSZ thin films were prepared by PLD. The 

surface was coated with thin TiO2 layers of different thickness using ALD. 

Electrochemical impedance spectroscopy (EIS) measurements of the pristine and TiO2-

coated YSZ were performed as a function of temperature, humidity or oxygen partial 

pressure. Several structural analysis methods, like SEM, TEM, GI-XRD and Raman 

spectroscopy were performed to support the detailed examination of the prepared TiO2-

YSZ composites.  

Structural characterization reveals that the crystallinity of the titania layer can be 

adjusted by varying the thickness, which significantly affects the transport properties of 

the thin films as well as the oxygen partial pressure dependence of the ionic and 

electronic contributions in the composite material. EIS measurements under dry 

conditions as a function of temperature and oxygen partial pressure show that the total 

conductivity of porous YSZ increases by coating the surface with amorphous and 

crystalline titania layers of only a few nanometer thickness. The results reveal two 

transport regimes caused by additional transport pathways in the coating. Additionally, 

impedance measurements were performed under varying relative humidity. For the 

composite with a 6 nm thin amorphous TiO2 layer, the protonic contribution is suppressed 

compared to the pristine YSZ thin film, whereas for the composite with a 18 nm thin 

crystalline TiO2 layer, the protonic conductivity contribution increases again, caused by 

the different hydrophilic properties of the surfaces and the pore size. The underlying 

transport mechanisms are analyzed and discussed in the publication. This work 

highlights that transport properties can be tailored precisely by modifying the surface 

properties using ALD.  

The experiments were designed and conducted by me with assistance from Rajendra 

S. Negi and Michele Bastianello. TEM measurements of the thin films were performed 

by Andrey Mazilkin. The porosity values were determined by Dominic Boll. The 

publication was written by me and edited by Torsten Brezesinski and Matthias T. Elm. 

Reprinted with permission from Physical Chemistry Chemical Physics. Copyright (2020) 

Royal Society of Chemistry. 

Erdogan Celik, Rajendra S. Negi, Michele Bastianello, Dominic Boll, Andrey Mazilkin, 

Torsten Brezesinski and Matthias T. Elm, Tailoring the protonic conductivity of porous 
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yttria-stabilized zirconia thin films by surface modification, Phys. Chem. Chem. Phys., 

2020, 22, 11519-11528.   
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3.3. Publication III: Design of Ordered Mesoporous CeO2–YSZ 

Nanocomposite Thin Films with Mixed Ionic/Electronic Conductivity 

via Surface Engineering 
 

In the third publication of my thesis, the impact of cerium oxide (CeO2) coatings on 

the transport properties of polymer-templated nanocrystalline YSZ thin films with a well-

defined mesoporous morphology and different pore sizes (17, 24 and 40 nm) is 

presented. The temperature and p(O2)-dependence of the electronic and ionic 

conductivity are investigated using EIS. Structural characterization using different 

analysis methods (SEM, TEM, EDX, XRD, Raman spectroscopy, ToF-SIMS and XPS) 

confirm the successful ALD coating of the complex surface of the mesoporous YSZ thin 

films.   

The thickness of the ceria layer strongly affects the total conductivity of the CeO2/YSZ 

composites. Impedance measurements show that the total conductivity significantly 

increases with increasing ceria layer thickness, which is accompanied by changes of the 

Ce3+/ Ce4+ ratio as well as the activation energy of the transport process. Here, the Ce3+ 

concentration decreases with increasing layer thickness. The composites with a 7 nm 

thin ceria coating (190 ALD cycles) exhibit only dominant oxygen ion conductivity in the 

measured p(O2)-range. In contrast, the composites with a 3 nm thin ceria coating show 

a dominant electronic contribution, especially at low temperatures, arising from small 

polaron hopping due to a higher Ce3+ concentration. In addition, the electrochemical 

transport measurements reveal no dependence of the total conductivity on the pore size 

of the composites.  

The experiments were designed and conducted by me with assistance from Pascal 

Cop and Rajendra S. Negi. TEM measurements of the thin films were performed by 

Andrey Mazilkin. Mesoporous YSZ samples were manufactured by Yanjiao Ma. The 

publication was written by me and edited by Torsten Brezesinski and Matthias T. Elm. 

Reprinted with permission from ACS Nano. Copyright (2022) American Chemical 

Society. 

Erdogan Celik, Pascal Cop, Rajendra S. Negi, Andrey Mazilkin, Yanjiao Ma, Philip 

Klement, Jörg Schörmann, Sangam Chatterjee, Torsten Brezesinski and Matthias T. 

Elm, Design of Ordered Mesoporous CeO2–YSZ Nanocomposite Thin Films with Mixed 

Ionic/Electronic Conductivity via Surface Engineering, ACS Nano, 2022, 16, 3182-3193.  
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4. Conclusions and Outlook 
 

The influence of the surface area on the electronic and ionic transport properties of 

nanocrystalline zirconia-based oxide materials with ordered and non-ordered (meso-) 

pores was elucidated in the framework of this doctoral thesis. Zirconia-based oxide 

materials, such as yttria-stabilized zirconia (YSZ) and CeO2- and TiO2-coated YSZ, are 

promising materials for electrochemical applications, for example, in catalysis, energy 

storage and gas sensing. The (meso-)porous oxides with a high specific surface area 

exhibit different defect chemical and transport properties compared to their bulk 

counterparts. These differences directly arise from their structure and morphology. Apart 

from the synthesis via EISA and PLD as well as the structural characterization by several 

techniques, this work comprises the electrochemical characterization via EIS of the 

different materials employed. Here, the total conductivity values are determined as a 

function of temperature, oxygen activity, and relative humidity.  

Mesoporous 8YSZ thin films with nanocrystalline walls were synthesized by sol-gel 

dip-coating. While the samples with 17 and 24 nm pores have an ordered cubic pore 

network, the sample with the largest pores of 40 nm shows a non-ordered structure. The 

electrochemical investigations of sol–gel-derived YSZ thin films reveal no effect of pore 

size on the total electrical conductivity, i.e. the samples with different pore sizes but with 

a comparable wall thickness exhibits comparable conductivity values.  

One major aspect of this thesis was the modification of the surface properties of 

(meso-)porous YSZ using ALD. ALD allows the design of novel thin-film composites with 

tailored physicochemical properties. It has a great influence on the electrical properties 

of the composite material due to changes in morphology and microstructure of the 

coating with varying thickness, affecting directly the space charge region at the interface 

between the two different phases. Structural characterization confirmed conformal and 

uniform TiO2- and CeO2-coatings on the inner surface of (meso-)porous YSZ thin films.  

In this thesis, it is shown that the thickness of CeO2 coating on mesoporous YSZ thin 

films affects the total conductivity of the composite material. The reason is that the 

Ce3+/Ce4+ ratio depends on the coating thickness, which is directly related to changes in 

the total conductivity. The concentration of Ce3+ decreases with increasing ceria 

thickness at the surface. A high concentration of Ce3+ ions results in a dominant 

electronic conductivity, caused by small polaron hopping of electrons between Ce3+ and 

Ce4+ lattice sites. The CeO2/YSZ nanocomposites with a 3 nm ceria coating show mixed 

ionic/electronic conductivity. Those with a 7 nm thin ceria coating only exhibit ionic 

conductivity due to a reduced concentration of Ce3+ in the coating layer. 
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The characterization of ALD-derived TiO2 coatings on porous PLD-derived 9.5YSZ 

thin films reveals an amorphous-to-crystalline phase transition when increasing the 

coating thickness from 6 to 18 nm. Characterization using EIS confirms that the 

crystallinity significantly influences the total electrical and protonic conductivity of the 

composites. Under dry atmosphere, the results demonstrate that the modification of the 

surface by the deposition of a titania layer gives rise to an additional electronic transport 

pathway in the composite material. In addition, the surface protonic conductivity is 

determined by the thickness of the titania layer. While an amorphous titania coating layer 

results in a decrease of the protonic conductivity compared to pristine YSZ, the 

crystalline TiO2 layer increases the protonic conductivity contribution again. Thus, the 

surface can be designed to optimize water adsorption on the surface for enhanced 

protonic conductivity, which can be beneficial to the performance of electrochemical 

devices, such as proton exchange membranes or water sensors.  

The results emphasize that the transport properties and defect chemistry are directly 

related to the surface properties of the material. Here, the thickness and crystallinity of 

the surface coating play a decisive role. Therefore, surface engineering of (meso-)porous 

thin films via ALD allows the development of nanocomposites, with tailored 

electrochemical properties. 

The findings of this doctoral thesis contribute to a better understanding of the influence 

of the surface on the defect chemical properties and conduction mechanisms in 

nanostructured metal oxides. They reveal that surface engineering is a promising 

approach for the design of composites with tailored properties for electrochemical device 

applications. However, there are still several aspects, which need to be considered in 

the future. In case of mesoporous YSZ, the influence of the pore wall thickness (fixed 

pore size) on the transport properties needs to be characterized. In addition, the ideal 

pore size (fixed pore wall thickness) for achieving the highest electrical conductivity may 

be of interest. Future investigations may also include the evaluation of the effect of 

surface area on the wettability properties and the protonic transport mechanisms. Finally, 

the influence of other coating materials, such as Al2O3, on the protonic transport 

properties of composite materials should be investigated. 

 



References 

85 
 

5. References 
 

1 M. N. Tsampas, F. M. Sapountzi and P. Vernoux, Applications of yttria stabilized 
zirconia (YSZ) in catalysis, Catal. Sci. Technol., 2015, 5, 4884–4900. 

2 C. Julien, Technological applications of solid state ionics, Mater. Sci. Eng. B, 
1990, 6, 9–28. 

3 P. Knauth and H. L. Tuller, Solid-State Ionics: Roots, Status, and Future 
Prospects, J. Am. Ceram. Soc., 2004, 85, 1654–1680. 

4 C. S. Sunandana, Introduction to Solid State Ionics, CRC Press, 2015. 

5 M. Han, X. Tang, H. Yin and S. Peng, Fabrication, microstructure and properties 
of a YSZ electrolyte for SOFCs, J. Power Sources, 2007, 165, 757–763. 

6 M. D. Gross, J. M. Vohs and R. J. Gorte, An Examination of SOFC Anode 
Functional Layers Based on Ceria in YSZ, J. Electrochem. Soc., 2007, 154, 
B694. 

7 I. Chang, S. Ji, J. Park, M. H. Lee and S. W. Cha, Ultrathin YSZ Coating on Pt 
Cathode for High Thermal Stability and Enhanced Oxygen Reduction Reaction 
Activity, Adv. Energy Mater., 2015, 5, 1402251. 

8 Y. Chen, N. Orlovskaya, M. Klimov, X. Huang, D. Cullen, T. Graule and J. 
Kuebler, Layered YSZ/SCSZ/YSZ Electrolytes for Intermediate Temperature 
SOFC Part I: Design and Manufacturing, Fuel Cells, 2012, 12, 722–731. 

9 O. Kwon and G. Choi, Electrical conductivity of thick film YSZ, Solid State Ionics, 
2006, 177, 3057–3062. 

10 E. Ivers-Tiffée, in Encyclopedia of Electrochemical Power Sources, Elsevier, 
2009, pp. 181–187. 

11 A. Kirubakaran, S. Jain and R. K. Nema, A review on fuel cell technologies and 
power electronic interface, Renew. Sustain. Energy Rev., 2009, 13, 2430–2440. 

12 H. Tuller, Ionic conduction in nanocrystalline materials, Solid State Ionics, 2000, 
131, 143–157. 

13 J. Maier, Ionic transport in nano-sized systems, Solid State Ionics, 2004, 175, 7–
12. 

14 J. Maier, Nanoionics: ion transport and electrochemical storage in confined 
systems, Nat. Mater., 2005, 4, 805–815. 

15 I. Kosacki, C. Rouleau, P. Becher, J. Bentley and D. Lowndes, Nanoscale 
effects on the ionic conductivity in highly textured YSZ thin films, Solid State 
Ionics, 2005, 176, 1319–1326. 

16 I. Kosacki, C. M. Rouleau, P. F. Becher, J. Bentley and D. H. Lowndes, 
Surface/Interface-Related Conductivity in Nanometer Thick YSZ Films, 
Electrochem. Solid-State Lett., 2004, 7, A459. 

17 A. Karthikeyan, C.-L. Chang and S. Ramanathan, High temperature conductivity 
studies on nanoscale yttria-doped zirconia thin films and size effects, Appl. Phys. 
Lett., 2006, 89, 183116. 

18 Y. W. Zhang, S. Jin, Y. Yang, G. B. Li, S. J. Tian, J. T. Jia, C. S. Liao and C. H. 
Yan, Electrical conductivity enhancement in nanocrystalline (RE2O3)0.08(ZrO2)0.92 



References 

86 
 

(RE=Sc, Y) thin films, Appl. Phys. Lett., 2000, 77, 3409–3411. 

19 R. A. De Souza, M. J. Pietrowski, U. Anselmi-Tamburini, S. Kim, Z. A. Munir and 
M. Martin, Oxygen diffusion in nanocrystalline yttria-stabilized zirconia: the effect 
of grain boundaries., Phys. Chem. Chem. Phys., 2008, 10, 2067–72. 

20 C. Korte, A. Peters, J. Janek, D. Hesse and N. Zakharov, Ionic conductivity and 
activation energy for oxygen ion transport in superlattices—the semicoherent 
multilayer system YSZ (ZrO2 + 9.5 mol% Y2O3)/Y2O3, Phys. Chem. Chem. Phys., 
2008, 10, 4623. 

21 C. Korte, J. Keppner, A. Peters, N. Schichtel, H. Aydin and J. Janek, Coherency 
strain and its effect on ionic conductivity and diffusion in solid electrolytes – an 
improved model for nanocrystalline thin films and a review of experimental data, 
Phys. Chem. Chem. Phys., 2014, 16, 24575–24591. 

22 N. Schichtel, C. Korte, D. Hesse and J. Janek, Elastic strain at interfaces and its 
influence on ionic conductivity in nanoscaled solid electrolyte thin films—
theoretical considerations and experimental studies, Phys. Chem. Chem. Phys., 
2009, 11, 3043. 

23 E. Navickas, M. Gerstl, G. Friedbacher, F. Kubel and J. Fleig, Measurement of 
the across-plane conductivity of YSZ thin films on silicon, Solid State Ionics, 
2012, 211, 58–64. 

24 X. Guo, E. Vasco, S. Mi, K. Szot, E. Wachsman and R. Waser, Ionic conduction 
in zirconia films of nanometer thickness, Acta Mater., 2005, 53, 5161–5166. 

25 J. L. M. Rupp, Ionic diffusion as a matter of lattice-strain for electroceramic thin 
films, Solid State Ionics, 2012, 207, 1–13. 

26 J. Jiang and J. L. Hertz, On the variability of reported ionic conductivity in 
nanoscale YSZ thin films, J. Electroceramics, 2014, 32, 37–46. 

27 A. Tschöpe, Grain size-dependent electrical conductivity of polycrystalline 
cerium oxide II: Space charge model, Solid State Ionics, 2001, 139, 267–280. 

28 Y. M. Chiang, E. B. Lavik, I. Kosacki, H. L. Tuller and J. Y. Ying, 
Nonstoichiometry and Electrical Conductivity of Nanocrystalline CeO2-x, J. 
Electroceramics, 1997, 1, 7–14. 

29 S. P. Muhoza, T. E. Barrett, M. A. Cottam, S. E. Soll, M. D. Yuce, V. S. Prathab, 
S. K. Hambright, M. Rezazad, O. Racchi and M. D. Gross, High Surface Area 
SOFC Electrode Materials Prepared at Traditional Sintering Temperatures, J. 
Electrochem. Soc., 2018, 165, F46–F54. 

30 M. T. Elm, J. D. Hofmann, C. Suchomski, J. Janek and T. Brezesinski, Ionic 
Conductivity of Mesostructured Yttria-Stabilized Zirconia Thin Films with Cubic 
Pore Symmetry—On the Influence of Water on the Surface Oxygen Ion 
Transport, ACS Appl. Mater. Interfaces, 2015, 7, 11792–11801. 

31 R. S. Kempegowda, N. Laosiripojana and S. Assabumrungrat, High temperature 
desulfurization over nano-scale high surface area ceria for application in SOFC, 
Korean J. Chem. Eng., 2008, 25, 223–230. 

32 M. J. Synodis, C. L. Porter, N. M. Vo, A. J. L. Reszka, M. D. Gross and R. C. 
Snyder, A Model to Predict Percolation Threshold and Effective Conductivity of 
Infiltrated Electrodes for Solid Oxide Fuel Cells, J. Electrochem. Soc., 2013, 160, 
F1216–F1224. 

33 A. J. L. Reszka, R. C. Snyder and M. D. Gross, Insights into the Design of SOFC 



References 

87 
 

Infiltrated Electrodes with Optimized Active TPB Density via Mechanistic 
Modeling, J. Electrochem. Soc., 2014, 161, F1176–F1183. 

34 P. Hartmann, T. Brezesinski, J. Sann, A. Lotnyk, J.-P. Eufinger, L. Kienle and J. 
Janek, Defect Chemistry of Oxide Nanomaterials with High Surface Area: 
Ordered Mesoporous Thin Films of the Oxygen Storage Catalyst CeO2 –ZrO2, 
ACS Nano, 2013, 7, 2999–3013. 

35 Q. Lu, G. Vardar, M. Jansen, S. R. Bishop, I. Waluyo, H. L. Tuller and B. Yildiz, 
Surface Defect Chemistry and Electronic Structure of Pr0.1Ce0.9O2−δ Revealed in 
Operando, Chem. Mater., 2018, 30, 2600–2606. 

36 S. Kim, R. Merkle and J. Maier, Oxygen nonstoichiometry of nanosized ceria 
powder, Surf. Sci., 2004, 549, 196–202. 

37 Y.-L. Lee and D. Morgan, Ab initio defect energetics of perovskite (001) surfaces 
for solid oxide fuel cells: A comparative study of LaMnO3 versus SrTiO3 and 
LaAlO3, Phys. Rev. B, 2015, 91, 195430. 

38 C.-C. Chao, J. S. Park, X. Tian, J. H. Shim, T. M. Gür and F. B. Prinz, Enhanced 
Oxygen Exchange on Surface-Engineered Yttria-Stabilized Zirconia, ACS Nano, 
2013, 7, 2186–2191. 

39 J. Zhang, H. Kumagai, K. Yamamura, S. Ohara, S. Takami, A. Morikawa, H. 
Shinjoh, K. Kaneko, T. Adschiri and A. Suda, Extra-low-temperature oxygen 
storage capacity of CeO2 nanocrystals with cubic facets., Nano Lett., 2011, 11, 
361–4. 

40 J. Druce and J. A. Kilner, Improvement of Oxygen Surface Exchange Kinetics for 
CGO with Surface Treatment, J. Electrochem. Soc., 2014, 161, F99–F104. 

41 R. Di Monte and J. Kašpar, Nanostructured CeO2–ZrO2 mixed oxides, J. Mater. 
Chem., 2005, 15, 633–648. 

42 B. Hu, Y. Wang, Z. Zhu, C. Xia and H. J. M. Bouwmeester, Measuring oxygen 
surface exchange kinetics on mixed-conducting composites by electrical 
conductivity relaxation, J. Mater. Chem. A, 2015, 3, 10296–10302. 

43 G. Preda, A. Migani, K. M. Neyman, S. T. Bromley, F. Illas and G. Pacchioni, 
Formation of Superoxide Anions on Ceria Nanoparticles by Interaction of 
Molecular Oxygen with Ce3+ Sites, J. Phys. Chem. C, 2011, 115, 5817–5822. 

44 X. Huang and M. J. Beck, Size-Dependent Appearance of Intrinsic O x q 
“Activated Oxygen” Molecules on Ceria Nanoparticles, Chem. Mater., 2015, 27, 
5840–5844. 

45 Y. Gong, R. L. Patel, X. Liang, D. Palacio, X. Song, J. B. Goodenough and K. 
Huang, Atomic Layer Deposition Functionalized Composite SOFC Cathode 
La0.6Sr0.4Fe0.8Co0.2O3-δ-Gd0.2Ce0.8O1.9 : Enhanced Long-Term Stability, Chem. 
Mater., 2013, 25, 4224–4231. 

46 J. W. Shin, D. Go, S. H. Kye, S. Lee and J. An, Review on process-
microstructure-performance relationship in ALD-engineered SOFCs, J. Phys. 
Energy, 2019, 1, 042002. 

47 J. M. Paige, Y. Cheng, P. A. Pepin, C. D. Curran, D. Sun, M. U. Chen, S. 
McIntosh, J. M. Vohs and R. J. Gorte, Surface modification of SOFC cathodes 
by Co, Ni, and Pd oxides, Solid State Ionics, 2019, 341, 115051. 

48 A. S. Yu, R. Küngas, J. M. Vohs and R. J. Gorte, Modification of SOFC 
Cathodes by Atomic Layer Deposition, J. Electrochem. Soc., 2013, 160, F1225–



References 

88 
 

F1231. 

49 C. Brahim, A. Ringuedé, M. Cassir, M. Putkonen and L. Niinistö, Synthesis and 
Properties of ZrO2-In2O3 Overlayers by ALD on the Porous SOFC State-of-the 
Art Cathode, ECS Trans., 2019, 3, 261–269. 

50 B. Medina-Lott, M. Tassé, C. Brahim, A. Ringuedé, L. Niinistö and M. Cassir, 
Challenges Of Thin Layers For SOFC Devices: From Low-Cost Chemical Bath 
Deposition (CBD) to Atomic Layer Deposition (ALD), ECS Trans., 2019, 35, 
601–608. 

51 L. A. Dubraja, D. Boll, C. Reitz, D. Wang, D. Belić, A. Mazilkin, B. Breitung, H. 
Hahn, M. T. Elm and T. Brezesinski, Thin Films of Thermally Stable Ordered 
Mesoporous Rh2O3(I) for Visible-Light Photocatalysis and Humidity Sensing, 
ACS Appl. Nano Mater., 2019, 2, 7126–7133. 

52 P. Cop, E. Celik, K. Hess, Y. Moryson, P. Klement, M. T. Elm and B. M. Smarsly, 
Atomic Layer Deposition of Nanometer-Sized CeO2 Layers in Ordered 
Mesoporous ZrO2 Films and Their Impact on the Ionic/Electronic Conductivity, 
ACS Appl. Nano Mater., 2020, 3, 10757–10766. 

53 R. J. D. Tilley, Defects in Solids, John Wiley & Sons, Inc., Hoboken, NJ, USA, 
2008. 

54 J. Jiang and J. L. Hertz, On the variability of reported ionic conductivity in 
nanoscale YSZ thin films, J. Electroceramics, 2014, 32, 37–46. 

55 S. Lany, Semiconducting transition metal oxides, J. Phys. Condens. Matter, 
2015, 27, 283203. 

56 H. L. Tuller and A. S. Nowick, Small polaron electron transport in reduced CeO2 
single crystals, J. Phys. Chem. Solids, 1977, 38, 859–867. 

57 K. Michel, J.-P. Eufinger, G. Ulbrich, M. Lerch, J. Janek and M. T. Elm, 
Combining two redox active rare earth elements for oxygen storage – electrical 
properties and defect chemistry of ceria–praseodymia single crystals, Phys. 
Chem. Chem. Phys., 2017, 19, 17661–17669. 

58 A. J. Bosman and H. J. van Daal, Small-polaron versus band conduction in 
some transition-metal oxides, Adv. Phys., 1970, 19, 1–117. 

59 K. Moorjani and C. Feldman, Electrical Properties of Amorphous 
Semiconductors, Rev. Mod. Phys., 1964, 36, 1042–1049. 

60 J. D. Bernal, in Structural Chemistry of Glasses, Elsevier, 2002, pp. 307–373. 

61 S. Hunklinger, in Festkörperphysik, De Gruyter, 2014, pp. 411–476. 

62 P. Riente and T. Noël, Application of metal oxide semiconductors in light-driven 
organic transformations, Catal. Sci. Technol., 2019, 9, 5186–5232. 

63 L. Almar, A. Tarancón, T. Andreu, M. Torrell, Y. Hu, G. Dezanneau and A. 
Morata, Mesoporous ceramic oxides as humidity sensors: A case study for 
gadolinium-doped ceria, Sensors Actuators B Chem., 2015, 216, 41–48. 

64 T. Wagner, S. Haffer, C. Weinberger, D. Klaus and M. Tiemann, Mesoporous 
materials as gas sensors, Chem. Soc. Rev., 2013, 42, 4036–4053. 

65 J. Zhao, Y. Liu, X. Li, G. Lu, L. You, X. Liang, F. Liu, T. Zhang and Y. Du, Highly 
sensitive humidity sensor based on high surface area mesoporous LaFeO3 
prepared by a nanocasting route, Sensors Actuators B Chem., 2013, 181, 802–
809. 



References 

89 
 

66 P. Zhang, S.-Y. Huang and B. N. Popov, Mesoporous Tin Oxide as an 
Oxidation-Resistant Catalyst Support for Proton Exchange Membrane Fuel 
Cells, J. Electrochem. Soc., 2010, 157, B1163. 

67 J. D. Halla, M. Mamak, D. E. Williams and G. A. Ozin, Meso-SiO2–C12EO10OH–
CF3SO3H—A Novel Proton-Conducting Solid Electrolyte, Adv. Funct. Mater., 
2003, 13, 133–138. 

68 F. M. Vichi, Nanopore Ceramic Membranes as Novel Electrolytes for Proton 
Exchange Membranes, Electrochem. Solid-State Lett., 1999, 2, 313. 

69 S. Kim, H. J. Avila-Paredes, S. Wang, C.-T. Chen, R. A. De Souza, M. Martin 
and Z. A. Munir, On the conduction pathway for protons in nanocrystalline yttria-
stabilized zirconia, Phys. Chem. Chem. Phys., 2009, 11, 3035. 

70 B. Scherrer, M. V. F. Schlupp, D. Stender, J. Martynczuk, J. G. Grolig, H. Ma, P. 
Kocher, T. Lippert, M. Prestat and L. J. Gauckler, On Proton Conductivity in 
Porous and Dense Yttria Stabilized Zirconia at Low Temperature, Adv. Funct. 
Mater., 2013, 23, 1957–1964. 

71 H. J. Avila-Paredes, J. Zhao, S. Wang, M. Pietrowski, R. A. De Souza, A. 
Reinholdt, Z. A. Munir, M. Martin and S. Kim, Protonic conductivity of nano-
structured yttria-stabilized zirconia: dependence on grain size, J. Mater. Chem., 
2010, 20, 990–994. 

72 E. Celik, R. S. Negi, M. Bastianello, D. Boll, A. Mazilkin, T. Brezesinski and M. T. 
Elm, Tailoring the protonic conductivity of porous yttria-stabilized zirconia thin 
films by surface modification, Phys. Chem. Chem. Phys., 2020, 22, 11519–
11528. 

73 S. Miyoshi, Y. Akao, N. Kuwata, J. Kawamura, Y. Oyama, T. Yagi and S. 
Yamaguchi, Low-Temperature Protonic Conduction Based on Surface Protonics: 
An Example of Nanostructured Yttria-Doped Zirconia, Chem. Mater., 2014, 26, 
5194–5200. 

74 H. J. Avila-Paredes, C.-T. Chen, S. Wang, R. A. De Souza, M. Martin, Z. Munir 
and S. Kim, Grain boundaries in dense nanocrystalline ceria ceramics: exclusive 
pathways for proton conduction at room temperature, J. Mater. Chem., 2010, 20, 
10110. 

75 G. Gregori, M. Shirpour and J. Maier, Proton Conduction in Dense and Porous 
Nanocrystalline Ceria Thin Films, Adv. Funct. Mater., 2013, 23, 5861–5867. 

76 H. Takamura and N. Takahashi, Electrical conductivity of dense nanocrystalline 
ceria under humidified atmosphere, Solid State Ionics, 2010, 181, 100–103. 

77 M. T. Colomer, Nanoporous Anatase Thin Films as Fast Proton-Conducting 
Materials, Adv. Mater., 2006, 18, 371–374. 

78 I. G. Tredici, F. Maglia, C. Ferrara, P. Mustarelli and U. Anselmi-Tamburini, 
Mechanism of Low-Temperature Protonic Conductivity in Bulk, High-Density, 
Nanometric Titanium Oxide, Adv. Funct. Mater., 2014, 24, 5137–5146. 

79 F. Maglia, I. G. Tredici, G. Spinolo and U. Anselmi-Tamburini, Low temperature 
proton conduction in bulk nanometric TiO2 prepared by high-pressure field 
assisted sintering, J. Mater. Res., 2012, 27, 1975–1981. 

80 D. H. Everett, Manual of Symbols and Terminology for Physicochemical 
Quantities and Units, Appendix II: Definitions, Terminology and Symbols in 
Colloid and Surface Chemistry, Pure Appl. Chem., 1972, 31, 577–638. 



References 

90 
 

81 S. Ø. Stub, K. Thorshaug, P. M. Rørvik, T. Norby and E. Vøllestad, The 
influence of acceptor and donor doping on the protonic surface conduction of 
TiO2, Phys. Chem. Chem. Phys., 2018, 20, 15653–15660. 

82 B. Scherrer, M. V. F. Schlupp, D. Stender, J. Martynczuk, J. G. Grolig, H. Ma, P. 
Kocher, T. Lippert, M. Prestat and L. J. Gauckler, On Proton Conductivity in 
Porous and Dense Yttria Stabilized Zirconia at Low Temperature, Adv. Funct. 
Mater., 2013, 23, 1957–1964. 

83 S. Raz, K. Sasaki, J. Maier and I. Riess, Characterization of adsorbed water 
layers on Y2O3-doped ZrO2, Solid State Ionics, 2001, 143, 181–204. 

84 P. Atkins and P. J. de, Atkins’ Physical Chemistry, 7th Edition, Oxford Univ. 
Press, 2002. 

85 H. J. Avila-Paredes, C. T. Chen, S. Wang, R. A. De Souza, M. Martin, Z. Munir 
and S. Kim, Grain boundaries in dense nanocrystalline ceria ceramics: Exclusive 
pathways for proton conduction at room temperature, J. Mater. Chem., 2010, 20, 
990–994. 

86 K.-D. Kreuer, Proton Conductivity:  Materials and Applications, Chem. Mater., 
1996, 8, 610–641. 

87 T. Ueki and M. Watanabe, Macromolecules in Ionic Liquids: Progress, 
Challenges, and Opportunities, Macromolecules, 2008, 41, 3739–3749. 

88 S. Ø. Stub, E. Vøllestad and T. Norby, Mechanisms of Protonic Surface 
Transport in Porous Oxides: Example of YSZ, J. Phys. Chem. C, 2017, 121, 
12817–12825. 

89 S. Miyoshi, Y. Akao, N. Kuwata, J. Kawamura, Y. Oyama, T. Yagi and S. 
Yamaguchi, Water uptake and conduction property of nano-grained yttria-doped 
zirconia fabricated by ultra-high pressure compaction at room temperature, Solid 
State Ionics, 2012, 207, 21–28. 

90 K. L. Kliewer and J. S. Koehler, Space charge in ionic crystals. I. General 
approach with application to NaCl, Phys. Rev., 1965, 140, 897–902. 

91 K. L. Kliewer, Space Charge in Ionic Crystals. II. The Electron Affinity and 
Impurity Accumulation, Phys. Rev., 1965, 140, A1241–A1246. 

92 J. Maier, Ionic conduction in space charge regions, Prog. Solid State Chem., 
1995, 23, 171–263. 

93 J. Maier, Physical Chemistry of Ionic Materials: Ions and Electrons in Solids, 
2004. 

94 G. Gregori, R. Merkle and J. Maier, Ion conduction and redistribution at grain 
boundaries in oxide systems, Prog. Mater. Sci., 2017, 89, 252–305. 

95 A. Tschöpe, Grain size-dependent electrical conductivity of polycrystalline 
cerium oxide I. Experiments, Solid State Ionics, 2001, 139, 255–265. 

96 P. Lejček, in Springer Series in Materials Science, 2010, pp. 5–24. 

97 P. Lupetin, G. Gregori and J. Maier, Mesoscopic Charge Carriers Chemistry in 
Nanocrystalline SrTiO3, Angew. Chemie Int. Ed., 2010, 49, 10123–10126. 

98 X. Guo, W. Sigle and J. Maier, Blocking Grain Boundaries in Yttria-Doped and 
Undoped Ceria Ceramics of High Purity, J. Am. Ceram. Soc., 2003, 86, 77–87. 

99 S. Kim and J. Maier, On the Conductivity Mechanism of Nanocrystalline Ceria, J. 



References 

91 
 

Electrochem. Soc., 2002, 149, J73. 

100 J. M. Polfus, K. Toyoura, F. Oba, I. Tanaka and R. Haugsrud, Defect chemistry 
of a BaZrO3 Σ3 (111) grain boundary by first principles calculations and space–
charge theory, Phys. Chem. Chem. Phys., 2012, 14, 12339. 

101 J. Joo and G. Choi, Electrical conductivity of YSZ film grown by pulsed laser 
deposition, Solid State Ionics, 2006, 177, 1053–1057. 

102 E. Ivers-Tiffée, A. Weber and D. Herbstritt, Materials and technologies for 
SOFC-components, J. Eur. Ceram. Soc., 2001, 21, 1805–1811. 

103 P. Manning, The kinetics of oxygen transport in 9.5 mol % single crystal yttria 
stabilised zirconia, Solid State Ionics, 1997, 100, 1–10. 

104 M. A. Parkes, D. A. Tompsett, M. D’Avezac, G. J. Offer, N. P. Brandon and N. M. 
Harrison, The atomistic structure of yttria stabilised zirconia at 6.7 mol%: an ab 
initio study, Phys. Chem. Chem. Phys., 2016, 18, 31277–31285. 

105 L. Treccani, T. Yvonne Klein, F. Meder, K. Pardun and K. Rezwan, 
Functionalized ceramics for biomedical, biotechnological and environmental 
applications., Acta Biomater., 2013, 9, 7115–50. 

106 A. Nakamura and J. B. Wagner, Defect Structure, Ionic Conductivity, and 
Diffusion in Yttria Stabilized Zirconia and Related Oxide Electrolytes with Fluorite 
Structure, J. Electrochem. Soc., 1986, 133, 1542–1548. 

107 A. Pimenov, Ionic conductivity and relaxations in ZrO2–Y2O3 solid solutions, 
Solid State Ionics, 1998, 109, 111–118. 

108 J. Luo, D. P. Almond and R. Stevens, Ionic Mobilities and Association Energies 
from an Analysis of Electrical Impedance of ZrO2–Y2O3 Alloys, J. Am. Ceram. 
Soc., 2004, 83, 1703–1708. 

109 S. Ikeda, O. Sakurai, K. Uematsu, N. Mizutani and M. Kato, Electrical 
conductivity of yttria-stabilized zirconia single crystals, J. Mater. Sci., 1985, 20, 
4593–4600. 

110 D. W. Strickler and W. G. Carlson, Ionic Conductivity of Cubic Solid Solutions in 
the System CaO-Y2O3-ZrO2, J. Am. Ceram. Soc., 1964, 47, 122–127. 

111 I. Procházka, J. Čížek, O. Melikhova, J. Kuriplach, W. Anwand, G. Brauer, T. E. 
Konstantinova, I. A. Danilenko and I. A. Yashchishyn, Defect Behaviour in Yttria-
Stabilised Zirconia Nanomaterials Studied by Positron Annihilation Techniques, 
Defect Diffus. Forum, 2012, 331, 181–199. 

112 C. Haering, A. Roosen and H. Schichl, Degradation of the electrical conductivity 
in stabilised zirconia systems Part I: yttria-stabilised zirconia, Solid State Ionics, 
2005, 176, 253–259. 

113 X. Vendrell and A. R. West, Electrical Properties of Yttria-Stabilized Zirconia, 
YSZ Single Crystal: Local AC and Long Range DC Conduction, J. Electrochem. 
Soc., 2018, 165, F966–F975. 

114 I. Valov, Nitrogen-doped zirconia (YSZ:N): Preparation, characterization and 
electrode processes, JLU Gießen, 2006. 

115 S. Grieshammer, T. Zacherle and M. Martin, Entropies of defect formation in 
ceria from first principles, Phys. Chem. Chem. Phys., 2013, 15, 15935. 

116 R. Gillen, S. J. Clark and J. Robertson, The nature of the electronic band gap in 
lanthanide oxides, Phys. Rev. B, 2012, 87, 125116. 



References 

92 
 

117 E. Kusmierek, A CeO2 Semiconductor as a Photocatalytic and 
Photoelectrocatalytic Material for the Remediation of Pollutants in Industrial 
Wastewater: A Review, Catalysts, 2020, 10, 1435. 

118 M. Nolan, S. Grigoleit, D. C. Sayle, S. C. Parker and G. W. Watson, Density 
functional theory studies of the structure and electronic structure of pure and 
defective low index surfaces of ceria, Surf. Sci., 2005, 576, 217–229. 

119 D. Reyes-Coronado, G. Rodríguez-Gattorno, M. E. Espinosa-Pesqueira, C. Cab, 
R. de Coss and G. Oskam, Phase-pure TiO2 nanoparticles: anatase, brookite 
and rutile., Nanotechnology, 2008, 19, 145605. 

120 Y. Chimupala, G. Hyett, R. Simpson, R. Mitchell, R. Douthwaite, S. J. Milne and 
R. D. Brydson, Synthesis and characterization of mixed phase anatase TiO2 and 
sodium-doped TiO2 (B) thin films by low pressure chemical vapour deposition 
(LPCVD), RSC Adv., 2014, 4, 48507–48515. 

121 T. Bak, J. Nowotny, M. Rekas and C. C. Sorrell, Defect chemistry and 
semiconducting properties of titanium dioxide: I. Intrinsic electronic equilibrium, 
J. Phys. Chem. Solids, 2003, 64, 1043–1056. 

122 T. Bak, J. Nowotny, M. Rekas and C. C. Sorrell, Defect chemistry and 
semiconducting properties of titanium dioxide: II. Defect diagrams, J. Phys. 
Chem. Solids, 2003, 64, 1057–1067. 

123 T. Bak, J. Nowotny, M. Rekas and C. C. Sorrell, Defect chemistry and 
semiconducting properties of titanium dioxide: III. Mobility of electronic charge 
carriers, J. Phys. Chem. Solids, 2003, 64, 1069–1087. 

124 M. K. Nowotny, T. Bak, J. Nowotny and C. C. Sorrell, Titanium vacancies in 
nonstoichiometric TiO2 single crystal, Phys. status solidi, 2005, 242, R88–R90. 

125 T. Bak, J. Nowotny and M. K. Nowotny, Defect Disorder of Titanium Dioxide, J. 
Phys. Chem. B, 2006, 110, 21560–21567. 

126 V. C. Anitha, A. N. Banerjee and S. W. Joo, Recent developments in TiO2 as n- 
and p-type transparent semiconductors: synthesis, modification, properties, and 
energy-related applications, J. Mater. Sci., 2015, 50, 7495–7536. 

127 I. A. Hümmelgen, “Oxide semiconductors for solar energy conversion—titanium 
dioxide”. Author: Janusz Nowotny, J. Solid State Electrochem., 2012, 16, 2287–
2287. 

128 M. K. Nowotny, L. R. Sheppard, T. Bak and J. Nowotny, Defect Chemistry of 
Titanium Dioxide. Application of Defect Engineering in Processing of TiO2 -
Based Photocatalysts, J. Phys. Chem. C, 2008, 112, 5275–5300. 

129 M. K. Nowotny, T. Bak and J. Nowotny, Electrical Properties and Defect 
Chemistry of TiO2 Single Crystal. I. Electrical Conductivity, J. Phys. Chem. B, 
2006, 110, 16270–16282. 

130 J. Nowotny, M. Radecka and M. Rekas, Semiconducting Properties of undoped 
TiO2, J. Phys. Chem. Solids, 1997, 58, 927–937. 

131 H. M. Smith and A. F. Turner, Vacuum Deposited Thin Films Using a Ruby 
Laser, Appl. Opt., 1965, 4, 147. 

132 Y. Lin, Advanced Nano Deposition Methods, Wiley, 2016. 

133 S. Rajendiran, D. Meehan and E. Wagenaars, Plasma-enhanced pulsed laser 
deposition of copper oxide and zinc oxide thin films, AIP Adv., 2020, 10, 065323. 



References 

93 
 

134 J. Huotari, V. Kekkonen, J. Puustinen, J. Liimatainen and J. Lappalainen, Pulsed 
Laser Deposition for Improved Metal-oxide Gas Sensing Layers, Procedia Eng., 
2016, 168, 1066–1069. 

135 H. Guo, D. Sun, W. Wang, Z. Gai, I. Kravchenko, J. Shao, L. Jiang, T. Z. Ward, 
P. C. Snijders, L. Yin, J. Shen and X. Xu, Growth diagram of La0.7Sr0.3MnO3 thin 
films using pulsed laser deposition, J. Appl. Phys., 2013, 113, 234301. 

136 S. Zhang, J. M. Ting and W. Y. Wu, Functional Thin Films Technology, CRC 
Press, 2021. 

137 H. Schwarz and H. A. Tourtellotte, Vacuum Deposition by High-Energy Laser 
with Emphasis on Barium Titanate Films, J. Vac. Sci. Technol., 1969, 6, 373–
378. 

138 A. Infortuna, A. S. Harvey and L. J. Gauckler, Microstructures of CGO and YSZ 
Thin Films by Pulsed Laser Deposition, Adv. Funct. Mater., 2008, 18, 127–135. 

139 S. Heiroth, T. Lippert, A. Wokaun and M. Döbeli, Microstructure and electrical 
conductivity of YSZ thin films prepared by pulsed laser deposition, Appl. Phys. A, 
2008, 93, 639–643. 

140 B. N. Nair, T. Suzuki, Y. Yoshino, S. Gopalakrishnan, T. Sugawara, S.-I. Nakao 
and H. Taguchi, An Oriented Nanoporous Membrane Prepared by Pulsed Laser 
Deposition, Adv. Mater., 2005, 17, 1136–1140. 

141 S. Heiroth, R. Ghisleni, T. Lippert, J. Michler and A. Wokaun, Optical and 
mechanical properties of amorphous and crystalline yttria-stabilized zirconia thin 
films prepared by pulsed laser deposition, Acta Mater., 2011, 59, 2330–2340. 

142 S. K. Pandey, O. P. Thakur, R. Raman, A. Goyal and A. Gupta, Structural and 
optical properties of YSZ thin films grown by PLD technique, Appl. Surf. Sci., 
2011, 257, 6833–6836. 

143 S. Heiroth, R. Frison, J. L. M. Rupp, T. Lippert, E. J. Barthazy Meier, E. Müller 
Gubler, M. Döbeli, K. Conder, A. Wokaun and L. J. Gauckler, Crystallization and 
grain growth characteristics of yttria-stabilized zirconia thin films grown by pulsed 
laser deposition, Solid State Ionics, 2011, 191, 12–23. 

144 C. Sanchez, C. Boissière, D. Grosso, C. Laberty and L. Nicole, Design, 
Synthesis, and Properties of Inorganic and Hybrid Thin Films Having Periodically 
Organized Nanoporosity, Chem. Mater., 2008, 20, 682–737. 

145 Y. Ren, Z. Ma and P. G. Bruce, Ordered mesoporous metal oxides: synthesis 
and applications, Chem. Soc. Rev., 2012, 41, 4909. 

146 P. Innocenzi and L. Malfatti, Mesoporous thin films: properties and applications, 
Chem. Soc. Rev., 2013, 42, 4198. 

147 D. Gu and F. Schüth, Synthesis of non-siliceous mesoporous oxides, Chem. 
Soc. Rev., 2014, 43, 313–344. 

148 Y. Deng, J. Wei, Z. Sun and D. Zhao, Large-pore ordered mesoporous materials 
templated from non-Pluronic amphiphilic block copolymers., Chem. Soc. Rev., 
2013, 42, 4054–70. 

149 N. D. Petkovich and A. Stein, Controlling macro- and mesostructures with 
hierarchical porosity through combined hard and soft templating, Chem. Soc. 
Rev., 2013, 42, 3721–3739. 

150 C. J. Brinker, Y. Lu, A. Sellinger and H. Fan, Evaporation-Induced Self-



References 

94 
 

Assembly: Nanostructures Made Easy, Adv. Mater., 1999, 11, 579–585. 

151 M. Ogawa, Formation of Novel Oriented Transparent Films of Layered Silica-
Surfactant Nanocomposites, J. Am. Chem. Soc., 1994, 116, 7941–7942. 

152 W. Zhang, Y. Tian, H. He, L. Xu, W. Li and D. Zhao, Recent advances in the 
synthesis of hierarchically mesoporous TiO2 materials for energy and 
environmental applications, Natl. Sci. Rev., 2020, 7, 1702–1725. 

153 W. Li, Z. Wu, J. Wang, A. A. Elzatahry and D. Zhao, A Perspective on 
Mesoporous TiO2 Materials, Chem. Mater., 2014, 26, 287–298. 

154 B. Sun, J. Horvat, H. S. Kim, W.-S. Kim, J. Ahn and G. Wang, Synthesis of 
Mesoporous α-Fe2O3 Nanostructures for Highly Sensitive Gas Sensors and High 
Capacity Anode Materials in Lithium Ion Batteries, J. Phys. Chem. C, 2010, 114, 
18753–18761. 

155 K. Brezesinski, J. Haetge, J. Wang, S. Mascotto, C. Reitz, A. Rein, S. H. Tolbert, 
J. Perlich, B. Dunn and T. Brezesinski, Ordered Mesoporous α-Fe2O3 (Hematite) 
Thin-Film Electrodes for Application in High Rate Rechargeable Lithium 
Batteries, Small, 2011, 7, 407–414. 

156 J. Ma, Y. Ren, X. Zhou, L. Liu, Y. Zhu, X. Cheng, P. Xu, X. Li, Y. Deng and D. 
Zhao, Pt Nanoparticles Sensitized Ordered Mesoporous WO3 Semiconductor: 
Gas Sensing Performance and Mechanism Study, Adv. Funct. Mater., 2018, 28, 
1705268. 

157 J. Zhang, D. Leng, L. Zhang, G. Li, F. Ma, J. Gao, H. Lu and B. Zhu, Porosity 
and oxygen vacancy engineering of mesoporous WO3 nanofibers for fast and 
sensitive low-temperature NO2 sensing, J. Alloys Compd., 2021, 853, 157339. 

158 R. W. Johnson, A. Hultqvist and S. F. Bent, A brief review of atomic layer 
deposition: from fundamentals to applications, Mater. Today, 2014, 17, 236–246. 

159 A. Pakkala and M. Putkonen, in Handbook of Deposition Technologies for Films 
and Coatings (Third Edition), ed. P. M. Martin, William Andrew Publishing, 
Boston, Third Edit., 2010, pp. 364–391. 

160 S. M. George, Atomic Layer Deposition: An Overview, Chem. Rev., 2010, 110, 
111–131. 

161 T. Suntola and J. Antson, Method for producing compound thin films, US Pat., 
1977, 4, 430. 



Appendix 

95 
 

6. Appendix 
 

6.1. Supporting Information (Publication III) 

 



Appendix 

96 
 



Appendix 

97 
 

 

 



Appendix 

98 
 

 



Appendix 

99 
 

 



Appendix 

100 
 

 



Appendix 

101 
 

 

 

 

 

 



Appendix 

102 
 

6.2. Publications and Conference Contributions 
 

Publications.  

Erdogan Celik, Rajendra S. Negi, Michele Bastianello, Dominic Boll, Andrey Mazilkin, 

Torsten Brezesinski and Matthias T. Elm, Tailoring the protonic conductivity of porous 

yttria-stabilized zirconia thin films by surface modification, Phys. Chem. Chem. Phys., 

2020, 22, 11519-11528.   

Erdogan Celik, Yanjiao Ma, Torsten Brezesinski and Matthias T. Elm, Ordered 

Mesoporous Metal Oxides for Electrochemical Applications: Correlation between 

Structure, Electrical Properties and Device Performance, Phys. Chem. Chem. Phys., 

2021, 23, 10706-10735.  

Erdogan Celik, Pascal Cop, Rajendra S. Negi, Andrey Mazilkin, Yanjiao Ma, Philip 

Klement, Jörg Schörmann, Sangam Chatterjee, Torsten Brezesinski and Matthias T. 

Elm, Design of Ordered Mesoporous CeO2–YSZ Nanocomposite Thin Films with Mixed 

Ionic/Electronic Conductivity via Surface Engineering, ACS Nano, 2022, 16, 3182-3193.   

Pascal Cop, Erdogan Celik, Kevin Hess, Yannik Moryson, Philip Klement, Matthias T. 

Elm and Bernd M. Smarsly, Atomic Layer Deposition of Nanometer-Sized CeO2 Layers 

in Ordered Mesoporous ZrO2 Films and Their Impact on the Ionic/Electronic 

Conductivity, ACS Appl. Nano Mater., 2020, 3, 11, 10757–10766. 

Rajendra S. Negi, Erdogan Celik, Ruijun Pan, Robert Stäglich, Jürgen Senker and 

Matthias T. Elm, Insights into the Positive Effect of Post-Annealing on the 

Electrochemical Performance of Al2O3-Coated Ni-Rich NCM Cathodes for Lithium-Ion 

Batteries, ACS Appl. Energy Mater., 2021, 4, 4, 3369–3380. 

 

 

Conference Contributions. 

Erdogan Celik and Matthias T. Elm, Influence of Surface Modification on The Electrical 

Conductivity of Porous Yttria-Stabilized Zirconia (YSZ) Thin Films, International 

Workshop on Impedance Spectroscopy, Chemnitz, 2018 (poster presentation). 

Erdogan Celik and Matthias T. Elm, Influence of Surface Modification on The Electrical 

Conductivity of Porous Yttria-Stabilized Zirconia (YSZ) Thin Films, 

Materialforschungstag Mittelhessen, Marburg, 2018 (poster presentation). 



Appendix 

103 
 

Erdogan Celik and Matthias T. Elm, Influence of Surface Modification on The Electrical 

Conductivity of Porous Yttria-Stabilized Zirconia (YSZ) Thin Films, DPG-

Frühjahrstagung, Regensburg, 2019 (oral presentation). 

Erdogan Celik and Matthias T. Elm, Suppression of Proton Surface Conductivity in 

Porous Yttria-Stabilized Zirconia by Surface Modification, Materialforschungstag 

Mittelhessen, Gießen, 2019 (poster presentation). 

Erdogan Celik and Matthias T. Elm, Suppression of Proton Surface Conductivity in 

Porous Yttria-Stabilized Zirconia by Surface Modification, SSI-22 International 

Conference on Solid State Ionics, PyeongChang, 2019 (poster presentation). 

 

 


