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Abstract

Este proyecto estudió la ferroelectricidad de muestras a granel y películas delgadas de

K0.5Na0.5NbO3 y el efecto del dopaje con cobre (0.5 y 1 mol%). La síntesis de muestras a

granel se realizó por el método cerámico convencional, calcinación, prensado uniaxial y sin-

terizado a diferentes condiciones. En DRX se observó estructuras perovskitas desde la fase

de polvos calcinados. Micrografías SEM de muestras sinterizadas muestran regiones con

un tamaño de grano entre 1-2µm. A través de curvas de histéresis se observó un compor-

tamiento ferroeléctrico en el KNN puro y KNNCu1%mol, en contraste el KNNCu0.5%mol

mostró una fase antiferroeléctrica. Utilizando la espectroscopía de impedancia en fun-

ción de temperatura, fue posible determinar las temperaturas de transición de las fases

ortorrómbico-tetragonal, tetragonal-cúbico y la temperatura de Curie. Para la obtención

de películas delgadas, se hicieron blancos de KNN, KNNCu0.5%mol y KNNCu1%mol,

siguiendo el mismo proceso de muestras a granel con ciertas modificaciones. Los blancos

obtenidos se usaron para el crecimiento de películas delgadas por erosión catódica bajo

diferentes condiciones de tiempo, potencia, y sustrato. Se probaron diferentes tratamientos

térmicos y se caracterizaron por XRD, histéresis y corriente-voltaje.

PALABRAS CLAVE Cerámicos, Ferroelectricidad, Antiferroelectricidad, Granel,

Películas delgadas.
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Abstract

This project studied the ferroelectricity of K0.5Na0.5NbO3 bulk samples and thin films

and the effect of doping with copper (0.5 and 1 mol%). The synthesis of bulk samples

was carried out by the conventional ceramic method, calcination, uniaxial pressing and

sintering under different conditions. Perovskite structures were observed in DRX from the

calcined powder phase. SEM micrographs of sintered samples show regions with a grain

size between 1-2µm. Through hysteresis curves, a ferroelectric behavior was observed in

the pure KNN and KNNCu1%mol, in contrast, the KNNCu0.5%mol showed an antiferro-

electric phase. Using impedance spectroscopy as a function of temperature, it was possible

to determine the transition temperatures of the orthorhombic-tetragonal, tetragonal-cubic

phases and the Curie temperature. To obtain thin films, KNN, KNNCu0.5%mol and KN-

NCu1%mol targets were made, following the same process of bulk samples with certain

modifications. The targets obtained were used for the growth of thin films by cathodic

erosion under different conditions of time, power, and substrate. Different heat treatments

were tested and characterized by XRD, hysteresis, and current-voltage.

KEYWORDS

Ceramics, Ferroelectricity, Antiferroelectricity, Bulk, Thin films.
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CHAPTER 1

INTRODUCTION

1.1 Ferroelectricity

Ferroelectricity is defined as the spontaneous alignment of the electrical dipoles of a mate-

rial [10]. It is a property of dielectric materials, characterized by having a non-zero dipole

moment in the absence of an external electric field. This behavior happens below a certain

temperature called Curie Temperature, which is the thermal barrier between the ferroelec-

tric and paraelectric state. The phase transitions are associated with structural changes,

where the system goes from a centrosymmetric symmetry to a non-centrosymmetric sym-

metry [11]. Further, the properties can change with the time in the absence of external

mechanical or electrical stresses, or temperature changes [12, 13].

1.1.1 Symmetry structure

A certain group of ferroelectric materials are characterized by having a perovskite structure

ABO3 as figure 1.1 shows, where is B is associated with a transition metal located in the

octahedral sites as Figure 1.1 shows. This kind of crystalline structure is known for its

versatility because it allows to combine elements in the same position, giving an aliovalent
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substitution [14, 15]. This happens because the perovskite structure allows variations

in its composition which can provoke distortions in the unit cell, giving different phases

as monoclinic, orthorhombic, tetragonal, and cubic [16]. In the case of K0.5Na0.5NbO3

(KNN), there is a partial substitution of B sites by K and Na atom, the A sites are

occupied by Nb+5 atoms and the O sites by the oxygen. When the system is doped with

copper, the Cu+2 atoms substitute the niobium positions. There is a charge disbalance

and O−2 vacancies are formed to reach charge neutrality [17].

Figure 1.1: Perovskite structure ABO3 Ref:[1]

1.1.1.1 Classification based on the symmetry

Figure 1.2 presents a scheme of the classification for dielectric materials according to their

response to external stimuli. As we can see, their ferroelectric properties have their origin

in non-center symmetry and in their piezoelectric and pyroelectric properties, which makes

them a promising material. The ferroelectric system of interest in this work is KNN which

has a structure with oxygen in an octahedral position (O sites).
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Figure 1.2: Flow chart of the classification of point groups according its ferro-

electric properties BT(Barium titanate), PZT(Lead zirconate titanate), PT(Lead ti-

tanate), PLZT(Lead lanthanum zirconate titanate), PMN(Lead magnesium titanate), and

KNN(Potassium sodium)[2].

1.2 Polarization

The ferroelectric phenomenon appears by the capacity of the materials to present electric

dipoles in its structure, which are susceptible to be reoriented by the application of an

external electric field. Based on that, we can define the polarization as the process of

dipole alignment in the function of an applied field [18, 19]. As Figure 1.3 illustrates,the

dipoles present in a ferroelectric material are organized in domain structures, which are

regions with the same dipole orientation which are formed to minimize the potential energy

of the system [20, 21]. The directions of these domains are randomly distributed with a

resultant polarization equal to zero. The application of an external electric field break
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Figure 1.3: Domain structure after and before of an applied external field.

these structures due to the reorientation of the dipoles in the applied field [11].

1.2.0.1 Ferroelectric properties

The ferroelectric response is given by the application of different stresses, which generate

an electric field that modifies the polarization and gives rise to the characteristic properties

of these materials described below.

Pyroelectricity. - It is a phenomenon through which an electric field is generated

by a temperature variation and produces a change in the polarization.

Piezoelectricity. - It is a property in which an electric field is produced by mechan-

ical stress [22, 23].

Although all ferroelectric materials are pyroelectric, however, not all pyroelectric materials

are ferroelectric. Below a transition temperature called the Curie temperature ferroelec-

tric and pyroelectric materials are polar and possess a spontaneous polarization or electric

dipole moment. However, this polarity can be reoriented or reversed fully or in part

through the application of an electric field with ferroelectric materials.

Based on both properties, there are a wide range of application for different devices

such as sensors, capacitors, memories, photovoltaic cells, among others [24, 25, 26, 27].
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Moreover, the materials development depends on another important factor, that is the

dielectric constant (εr) also known as relative permittivity. This constant is a property

of each material, which describes its ability to be polarized and is related to the capacity

to store energy [28]. Equation 1.1 relates the relative permittivity (εr) with the vacuum

permittivity (ε0) and the permittivity of the dielectric medium (ε)[18, 19]

εr = ε

ε0
(1.1)

1.2.0.2 Ferroelectric transition

Ferroelectric materials suffer a phase transition at a certain temperature called Curie Tem-

perature (Tc). When the temperature is above Tc the material loses the ferroelectric phase

and the paraelectric phase appears. There are materials with 2 or more structural transi-

tions, in which Tc point only specifies the ferroelectric-paraelectric phase transition, and

the other temperatures are related to the transition to one ferroelectric phase to another

ferroelectric phase [24].

The K0.5Na0.5NbO3 (KNN) system has been receiving an important attention due to its

high Curie temperature (400-480°C), where ferroelectric properties are lost. As Figure

1.4illustrates the KNN has two transitions, the first one around 250°C, which corresponds

to orthorhombic- tetragonal transition, and the second one around 480°C which is related

to the tetragonal-cubic phase transition (Curie temperature). The addition of copper de-

creases the phase transition temperature [3, 29].
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Figure 1.4: Dielectric constant vs Temperature showing phase transitions: orthorhombic-

tetragonal and tetragonal-cubic phase for KNN and KNN-Cu doped. Ref.[3]

In 1.4, the peaks of the transition phase are related to values of maximum permittiv-

ity, which later experiment a considerable dielectric loss. This behavior is defined by the

Curie-Weiss law represented in the Equation 1.2 [30].

εr = A

T − Θc

(1.2)

Where A is a material constant and T is a given temperature above Tc. The value

of θc is a near point from Tc, which is obtained by the extrapolation of the experimental

data [13, 30].

The temperatures at which phase transitions occur can be seen on the binary di-

agram KNbO3˘NaNbO3 in the figure 1.5. In this diagram the temperatures at which

the composition K0.5Na0.5NbO3 has the following transitions of interest are observed:

rhombohedric-ortho-rhombic, ortho-rhombic-tetragonal, and tetragonal-cubic. The Curie

point of K0.5Na0.5NbO3 is at about 400°C and the tetragonal phase transforms at about
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200°C to orthorhombic. According with the phase diagram the melting temperature for

K0.5Na0.5NbO3 are about 1140°C and 1280°C [4].

Figure 1.5: Binary phase diagram KNbO3˘NaNbO3. FR=rhombohedral,

FO=orthorhombic, FT=tetragonal, and FC = cubic Ref.[4]

.

1.2.0.3 Ferroelectric clasification

The application of an external electric field polarizes the adjacent domains with field

direction. The orientation of the dipoles determines if a material is ferroelectric or an-

tiferroelectric. Figure 1.6, first shows a ferroelectric behavior characterized by a dipole

orientation along. These materials are characterized by the presence of spontaneous po-

larization and for the reversibility of the polarization caused by an external electric field.

Figure 1.6, also contrasts the antiferroelectric behavior, which is defined by the polariza-

tion of the dipoles in a opposite direction to the field applied and by a zero net macroscopic

remnant polarization [31].
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Figure 1.6: Dipole orientation for a ferroelectric and antiferroelectric domain.

1.2.1 Hysteresis loops

The domain arrangement of the materials exhibits a hysteresis loop (polarization versus

field), which is characteristic of each material and appears in response to external driving

fields. The behavior obtained gives us information about the properties and structures of

the material [5]. There are some parameters that could be deduced from hystesis loops

such as: the dischargeable energy which are related to the hatched area (1.8); the dielectric

losses which are represented by the area within the hysteresis loop; and the energy storage

efficiency though the related radio of the dischargeable energy and the dielectric losses [6].

Moreover, as Figure 1.7 illustrates, there are other variables that could be determined

from hysteresis loops.

Saturation polarization (Ps): It is reached at high electric fields, when the net po-

larization is maximum and the dipoles are oriented in the field direction, reaching its

saturation limit. The value of (Ps) is the polarization related to the maximum applied

field in point B of Figure 1.7.
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Figure 1.7: Commonly hysteresis loop (Polarization vs Electric field) Ref. [5]

Remnant polarization (Pr): This occurs when a reverse electric field is applied and

there is a polarization that remains in a zero field. This parameter corresponds to point D

in Figure 1.7 when the system returns to a minimum energy configuration where there is

a resultant polarization in the sense of the field. When a negative coercive field is applied

a negative remnant polarization (−Pr) is achieved and it is related to the point H.

Coercive field (Ec): It makes references to an electric field which is reached a zero-net

polarization. It is also known as the required field to revert the orientation of the domains.

When the polarization reaches zero, a negative coercive field (−Ec) is required to polarize

the domain in the opposite direction.

A ferroelectric material is considered ideal when the values of (Ec) and (Ps) are equal.

This behavior can be altered by some factors as thickness, composition, thermal treatment,

charged defects introduction, mechanical stresses, measurement conditions, among others

[32, 18, 11].
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1.2.1.1 Classification of hysteresis loops (polarization vs electric field)

According to the morphology features, there are different ferroelectric materials that can

be identified in Figure 1.8, a graphical representations of the hysteresis loops (polarization

vs field).

Figure 1.8: Types of hysteresis loops (polarization vs electric field) for dielectric materials:

a)Linear dielectric, b)Ferroelectric, c)Relaxor, and d)Antiferroelectric. Ref. [6]

Linear dielectric.- Figure 1.8(a), represents an ideal linear capacitor, which is rep-

resented by a straight line in the P-E loops. The polarization is almost proportional to

the field applied and the linear behavior is caused by the charge and the voltage are in

the same phase. This state is characterized by having a low dielectric constant and high

dielectric breakdown strength [32, 6, 5, 33].
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Ferroelectric.- Figure 1.8(b), shows a hysteresis loop related to a ferroelectric state.

The application of an external electric field produces a variation in the polarization, po-

larizing most of domains when the coercive field is reached. Once the coercive field is

overcome, there is still the alignment of the domains with the field which is attributed to

the movement of the domain walls present in the material until the saturation point is

obtained. Ferroelectric hysteresis is characterized by a large dielectric constant and lower

dielectric breakdown strength [6, 5].

Relaxor ferroelectric.- Figure 1.8(c), shows a typical loop of a relaxor material,

which is characterized by a slim loop related to microdomains. The presence of these

microdomains provoke a fast response to the electric field applied. These materials do

not have a definite ferroelectric hysteresis and are characterized by having a minimum

remmnant polarization as well as their coercive field [6, 5].

Antiferroelectric.- Figure 1.8(d), illustrates an antiferroelectric hysteresis loop,

which is characteristic of non-polar materials with a net polarization of zero before the

field is applied. The principal characteristic of this state is related to the opposite orienta-

tion of the domains provoked by the external electric field. This state could be identified

by a double hysteresis loop. When a high electric field is reached, the antiferroelectric

state is reverted to the ferroelectric state. Moreover, the antiferroelectric materials have

a higher energy storage and low remnant polarization and coercive field. Antiferroelectric

state has been studied in some systems such as BT, PZT, and KNN [6, 8, 5, 33].

Another classification of ferroelectric materials exists based on the thickness of hystesis

loops, which are detailed in Figure 1.9. A ferroelectric material is considered “soft”, when

its coercive field strength is low, and the spontaneous polarization is high. Moreover, it

is characterized by a low melting temperature, water solubility, and mechanically soft.

In contrast, a material is “hard” material, when its coercive field strength is high and is

spontaneous polarization is low. This kind of material is mechanically hard, non-water
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soluble, and it is related to oxides that are formed at high temperatures [34, 35, 7].

Figure 1.9: Hard and soft ferroelectric loops Ref.[7]

.

1.2.2 Electrical Properties

There are various stimulus capable of provoking a certain response in solid materials.

In this case, an external electric field could modify the ferroelectric properties of the

material, which implies directly its area of application. The cations and anions present in

the structure own some electric charge and could be carriers to migrating or to diffusing

charges when an electric field is applied [19]. The electrical behavior of solid material is

based on the Ohm’s Law (Equation 1.3), that relates the current (I), the applied voltage

(V), and the related resistance (R) of the material through which current passes.

V = IR (1.3)

The related units of the Ohm’s law are volts (J/C) for V, amperes (C/s) for I, and ohms

(V/A) for R. The electrical properties of specific material are related to an electrical

resistivity (ρ), which is specific of each material. As the equation 1.4 shows, the electrical
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resistivity relates the resistance (R) with geometrical parameters as (distance between two

points at which the voltage is measured) and the cross-sectional area perpendicular to the

direction of the current (A). The related unit of ρ is (Ωm). If we introduce the Ohm’s law

to the resistivity equation, the equation 1.5 results in: [19].

ρ = RA

l
(1.4)

ρ = V A

Il
(1.5)

1.2.2.1 Electrical conductivity

The electrical conductivity (σ) is indicative of the capacity of a material to conduce elec-

trical current. The electrical conductivity of each material depends on its bandgap energy

(Eg), which is related to the valance and conduction band. The addition of some elements

can modify the band structures and hence the conduction properties. As the equation 1.6

shows, the electrical conductivity is inversely proportional to the resistivity, so we can call

the conductivity as teh amount of electrical current a material can carry, is also known

as specific conductance. The final conductivity depends on the concentration of charge

carriers, electrons and holes [22, 19].

σ = 1
ρ

(1.6)

1.3 Application of ferroelectric materials

Ferroelectric materials can be processed as bulks and thin films by different methods. Each

one results in different applications as the Figure 1.10 shows.

There is a wide area of technological application which depends on its properties of fer-

roelectricity, pyroelectricity, and piezoelectricity. The most common ferroelectric devices

are sensors, memories, capacitors, generators, and photovoltaic cells [36, 37]. The use of

ferroelectric materials as energy storage capacitors has been studied in previous research
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Figure 1.10: Applications of ferroelectric materials in bulks and thin films. Ref.[8]

.

by its use in power electronic and pulsed power systems [38, 31]. The use of ferroelectric

materials in memories has been relevance by its data retention capacity below Tc [39, 40].

On the other hand, the application as sensors has allowed the detection of different ther-

mal or mechanical impulses, which are applicable to industrial systems thanks to their

effectiveness and durability [37]. As a thin film, its photovoltaic capacity has been studied

as a light absorbing material, with solar cells being its main application [41, 42]. Lead-free

ferroelectric systems have great interest in the biological field, for biomedical applications.

It can have a promising effect on cell biology, cell bioengineering, cell signaling,biological

trapping, cell response modulation, tissue regeneration, and antitumoral action [26, 43],
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CHAPTER 2

PROBLEM STATEMENT

Since the discovery of ferroelectric materials with the Rochelle salt, there has been a

scientific interest due to their distinctive properties which have been exploited as crystals,

ceramics, composites, and thin films. The wide range of technological application includes

capacitors with a high-dielectric constant, piezo y pyroelectric devices, transducers, in-

frared detectors, sensors, filters, and nonvolatile memories [1, 8].

There are numerous ferroelectric systems such as PZT, PBT, PMN, PZLT, BLT, BT,

KNN, among others. Most of these materials have lead as one of the substantial elements

in their development of ferroelectric materials, which consequently bringing high toxic-

ity for humans and the ecosystem. Based on that precedent, there is an emergent need

to develop lead free materials with potential properties. One of the promising materials

without lead in its composition is the K0.5Na0.5NbO3 system by its excellent piezoelectric

and electromechanical properties, density and high Curie Temperature [44].

The great technological development implies also the need of deepen in the research of new

technologies with new materials that improves the properties and have a wide application

area in material science, physics and engineering [23]. There are many factors that can be

changed to improve the material properties such as the energy storage, energy bandgap,
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curie temperature, among others. Between them, the ferroelectric-antiferroelectric prop-

erties could produce effects in the electromechanical properties of the ceramics and could

be induced by the doping with some elements, for example zirconium in the system

Na0.5Bi0.5TiO3, niobium in the system PbZrT iO3, samarium for the system BiFeO3,

cupper in the system K0.5Na0.5NbO3, among others [45, 46, 47, 48].

In this work, we studied the K0.5Na0.5NbO3 system in bulk and in thin films. Moreover,

it was analyzed the effect of doping with copper in two concentrations to see whether it

shows a ferroelectric and antiferroelectric phase [3, 46, 17].

2.1 General and Specific objectives

2.1.1 General objective

To synthetize and characterize bulks and thin films of ferroelectric system K0.5Na0.5NbO3

and study the effect of doping the system with copper.

2.1.2 Specific objectives

• To synthetize pure KNN and KNN doped in different concentrations of copper 0.5%

and 1%mol to find an antiferroelectric phase.

• To analyse the morphologic, structural, optical and ferroelectric properties of thin

films through characterization techniques as Scanning Electron Microscopy, X-Ray

Diffraction, hysteresis-loops, and impedance spectroscopy.

• To synthetize a bulk of KNNCu0.5%mol and KNNCu1%mol to use in the growth of

thin films on ITO by sputtering method.
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CHAPTER 3

METHODOLOGY

3.1 Methodology for bulk synthesis

This chapter describes the methodology used during the synthesis and characterization of

bulk samples of the system K0.5Na0.5NbO3 doped with Cu.

3.1.1 Stoichiometry Calculation

The ferroelectric system to be synthesized consists of the KNN pure and KNN doped with

0.5%mol and 1%mol of copper.

In the first place it is important to find an stoichiometry formula that could be able to

justify the substitution of niobium atoms by copper atoms, guaranteeing the cell neutrality.

To develop the base formula of substitution it is primordial to have a mass and charge

balance. Both atoms have a similar ionic radio, but the copper atoms substitute an element

with different valence.

Balance

K+
0.5 +Na+

0.5 +Nb5+
y + Cu+2

x +O−2
3 = 0
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0.5 + 0.5 + 5y + 2x = 6

y = 1 − 2x
5

K0.5Na0.5(Nb1−2x/5CuxO3) (3.1)

The Chemical Formula 1 (3.1) was reported in the literature [46]. Analyzing the

chemical formula reported, it was observed that of all the added copper, only the 2/5

parts substitute for niobium. It implies that 3/5 parts of copper are not incorporated into

the structure and remain free. However, if we consider that all the copper is introduced

in the lattice, then there is the production of oxygen vacancies in order to keep the lattice

neutral. The copper excess could promote the formation of other phases along with dete-

rioration of purity and system properties.

Based on these considerations, it was proposed a new formula, which considers an ade-

quate treatment of the charge balance.

K0.5Na0.5(Nb1−xCuxO3−δ)

K+
0.5 +Na+

0.5 +Nb5+
1−x + Cu+2

x +O−2
3−δ = 0

δ = 3
2x

Then, with the value of δ we establish a second formula.

K0.5Na0.5(Nb1−xCuxO3−1.5x) (3.2)

In Chemical Formula 2 (3.2), all of the copper is incorporated in the structure, inducing

the formation of vacancies of oxygen to remain the electroneutrality of the cell. The

formation of oxygen vacancies results from charge compensation, considering Cu2+ and

Nb5+.

In the present work, it was studied the influence of both compositions and the resulting

different concentration of copper in the synthesis of the system.
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3.1.2 Materials and reagents

For the synthesis of the ceramics in bulk the principal reagents used were: Potassium

carbonate, sodium carbonate, niobium pentoxide, copper (II) oxide, and ethyl alcohol. In

the following Table 3.1 the main information about them is detailed.

Table 3.1: Chemical compounds used to synthetize the system KNN-Cu doped.
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The substrates used for the grown of thin films were indium tin oxide (ITO) glass,

indium tin oxide (ITO) quartz, silicon-coated with platinum and p- type Si. For the

substrates cleaning, the following reagents where used: C3H8O, C3H6O (acetone), toluene,

xylene, and ionized water.

3.1.3 Methodology bulk synthesis

The synthesis of bulk ceramics must follow the conventinal method from oxides and car-

bonates powders, followed by a calcination and sintering treatment.

3.1.3.1 Conventional method - milling ball

This technique is based on mechanochemical processing, which involves the deformation

and fracturing of particles during repeated collisions with a zirconia ball during high-energy

milling. It uses mechanical energy to reduce the particle size distribution and activate

chemical reactions and structural changes related to the crystal bonds breaking[49]. The

technique uses balls of different size, the number of them depend on the quantity of powder

that is going to be ground, and the respective volume of the vial used. During this process

it is important to let rest periods to avoid the heating of the sample. The equipment used

for this process is the 8000 MIXER/MILL of SPEX-CertiPrep.

Previously to the calcination process, the powders were uniaxially pressed in pellets with

a press able to compact ceramic, polymeric and metallic powders. For the calcination, the

powders shoud be compacted in big bulks of 1 inch with a low pression approximately of

25kg/cm2.

3.1.3.2 Calcination

The main objective of this step is to obtain a specific crystal phase. During this process,

there is the removal of unwanted volatile compounds and the conversion into a more stable
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material. For it, the powders were uniaxially pressed in pellets and calcinated without

encapsulation. The oven used in this process is a YF-1700 of YIFAN.

3.1.3.3 Sintering

The principal objective of this process is the densification of the material. During this

heating process occur some changes in the size and shape of grains and pores. The pores

becoming more spherical in shape and smaller in size. These changes are directly related

to the porosity, considering the transformation of an originally porous compact to a strong

dense ceramic [50]. This process usually occurs in ovens at high temperatures for long

periods of time. In this case, the oven used is the same as in the calcination process, a

YF-1700 of YIFAN. For all samples, the same heat treatment was used at 900°C for 4

hours.

3.1.4 Bulk ceramic synthesis

Following the previous methodology, it was obtained bulks samples of pure KNN and KNN

doped with copper at 0.5% and 1%mol. The last two using chemical formula 1 (3.1)and

chemical formula 2 (3.2). For the synthesis, carbonates and oxides were used, the partial

and total quantities of each reagent used were calculated according to their equimolar

relation and purity. The respective quantities are mixed in a vial Nylamid with balls of

4.98mm and 10.25mm of diameter.

3.1.4.1 Synthesis of KNN

For the synthesis of KNN, powders were milled in a high energy mill for 6 hours in periods

of 30 minutes with rests of 20 minutes. After that, the powders obtained were dried

directly in the vial for 3 hours at 150°C and then, in a beaker for 2 hours at 200°C. The

powders were uniaxially pressed in pellets of ½ inch with an approximate force of 1-ton
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equivalent to 25kg/cm2. The pellets were calcinated for 4 hours at 900°C (Alkoy Papila,

2010) without encapsulation according to the heating ramp of Figure B.9.

Figure 3.1: Heating ramp for calcination stage, the heating treatment was carried out at

900°C for 4 hours, with a heating rate of 5°C per minute and a cooling rate of 7°C per

minute.

The calcinated pellets were milled again in a mortar or in the high energy miller for

15 minutes. The new powders obtained had to be sifted to homogenize the size grain.

Again, the powders were uniaxially pressed in pellets of 3/8 inches with a force of 2.5 tons

equivalent to 45kg/cm2. In the case of the sintering, different times were used: (a) one for

3 hours at 1100°C with encapsulation (in crucible), (b) one for 4 hours at 1100°C without

encapsulation, and (c) one for 1 hour at 1100°C with encapsulation (in crucible) as shown

Figure 3.2.
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Figure 3.2: Heating ramps for the sintering process. To (Initial temperature), Ts (Sintering

temperature), Tf (final temperature), Rh (heating temperature over time), Rc (cooling

temperature over time). The heating treatments carried out are: a)1100°C for 240 minutes

with a heating rate of 5°C per minute without encapsulation, b)1100°C for 180 minutes

with a heating rate of 5°C per minute with encapsulation (in crucible), and c)1100°C for

60 minutes with a heating rate of 10°C per minute with encapsulation (in crucible).

3.1.4.2 Synthesis of KNNCu0.5%mol and KNNCu1%mol

For the synthesis of the doped systems, it was synthesized KNN doped with copper in

concentrations of 0.5% and 1%mol, with both chemical formulas. The procedures of

synthesis, calcination, and sintering carried out were the same used for the synthesis
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of KNN. For all the calcination and sintering processes, the heating rate used was 5°C

per minute, except for the 1-hour sintering at 10°C/min. In the following Figure 3.3, is

detailled all the different samples with their related chemical formula and the conditions

of calcination and sintering.

Figure 3.3: Flowchart of the samples obtained with their related chemical formula and

conditions of temperature treatment in the calcination and sintering.

3.2 Target Synthesis

For the growth of thin films through sputtering, it is necessary to obtain bulk targets of 2

inches of the material which is going to be sputtered. For it, the materials were obtained

through the procedure detailed in section 3.1.3 with some variants. For the targets, it was

synthetized around 50 grams for each system. The powders were milled in the high energy

miller for 90 minutes. After that, these were pressed in pellets of 1 inch with a pressure of
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25kg/cm2 and calcinated at 900°C for 4 hours without encapsulation with the heating rate

showed in Figure B.9. The pellets obtained were milled again in the high energy miller

or in a mortar and sieved to homogenize the grain size. Before the sintering process, the

powders were dried in an oven overnight at 80°C. The powders were pressed in a pellet of

2.5 inches with a pressure of 100kg/cm2 for 10 minutes and these finally, were sintered in

a tubular oven YF-1700 of YIFAN at 1100°C for 60 minutes with a heating rate of 10°C

per minute. The samples were sintered between bases of platinum and alumina on both

sides. It was obtained two targets, one of KNNCu0.5%mol and other of KNNCu1%mol,

and as a reference was used a bulk of pure KNN obtained in similar conditions. After the

heating treatment, the target reduced in diameter from 2.5 inches to 2 inches which is the

required diameter to the sputtering process.

As of result of the procedure followed, the targets obtained are illustrated in Figure

3.4. It is notable that both are non-homogeneous, which was solved with a new procedure.

Figure 3.4: Target of KNNCu0.5%mol(1) and KNNCu1%mol(2), calcined at 900°C for 4

hours and sintered at 1100°C for 1 hour.

The target synthesis was improved, the powders firstly were milled in a mortar for

30 minutes to homogenize. After that, the powders were milled in the high energy miller
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SPEX-8000 for 90 minutes. The calcination procedure was carried out for 4 hours at 900°C

as the Figure B.9 shows and the sintering process was modified at 1000°C per 2 hours as

the Figure 3.5 illustrates.

Figure 3.5: Alternative heating rate based in a sintering at 1000°C per 120 minutes with

a heating rate of 10°C per minute.

Following the new sintering procedure, the targets obtained are shown in Figure 3.6.

In these, it is notable that both are homogeneous compared with the previous ones. In all

of the cases, the desired phase is obtained according to the XRD, which is shown in the

Figure 4.27.

Figure 3.6: New targets of KNNCu0.5%mol and KNNCu1%mol obtained with the alter-

native heating ramp detailed in the Figure 3.5
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3.2.1 Sputtering

Cathodic plasma deposition is a high energy deposition process, which is carried out

under high vacuum to generate vapor emission from a bombarded target (cathode). In

the process is introduced a gas, usually argon, that is ionized when a voltage is applied

through a power supply and plasma is formed. The charged ions collide with the target

surface and the material is deposited on the substrates [51, 18].

The equipment used for cathodic erosion was INTERCOVAMEX SPUTTERING V3, and

the radio frequency power supply was a Dressler CESAR RF Power Generator, with

potencies of 50, 75 and 100W. For the growth of thin films, it were used targets of KNN,

KNNCu0.5%mol and KNNCu1%mol over substrates of ITO glass, ITO quartz, p- type Si,

and Si-Pt coated.

3.2.1.1 Substrate preparation

To perform the sputtering deposition, it was required to follow an adequate cleaning

process to remove unwanted particles from the surface, which could affect the correct

growth of the films. The process to clean the ITO glass and ITO quartz substrates consists

in the use of a solution in equal parts of xylene (J.T. Baker 98.5%), acetone (J.T. Baker

99.70%), and ethylic alcohol (J.T. Baker 99.90%), where the substrates were submerged

in an ultrasonic bath for 10 minutes, followed by another ultrasonic bath in ethylic alcohol

(J.T. Baker 99.90%) for 10 minutes and finally, rinsed with ionized water and dried with

hot air.

For the substrates of p-type Si and Si-Pt coated, the process consists in an ultrasonic bath

in ethylic alcohol (J.T. Baker 99.90%) for 5 minutes, followed by an ultrasonic bath in

ionized water for 5 minutes and dried with hot air.
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3.3 Characterization techniques for bulk and thin films

Different techniques were used to characterize the system K0.5Na0.5NbO3 doped with

copper. The properties as bulk and thin film were measured.

3.3.1 Structural characterization

3.3.1.1 Density analysis

The bulk density is known as the mass per unit volume of the particles and interstices. It

is important to know the relative densities of the material since the direct dependence of

storage capacity on the bulk density. A variation in the particle density could be related

to changes in the phase structure, chemical composition or porosity of the ceramic samples

[52].

Geometric Method.- This method consists in measuring the thickness and diameter

before and after the sintering treatment, to calculate the contraction degree of the mate-

rial. Considering that the pellet samples have a cylindrical shape, the following equation

3.3 was used to calculate the volume and thus estimate the density reduction percentage.

V = π ∗ r2 ∗ h (3.3)

ρ = m

V
(3.4)

Where d is the diameter of the pellet and h its thickness. The density reduction

percentage was calculated through an evaluation before and after the sintering process.
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Archimedes Method.- This method is based on the Archimedes’ principle, which

states that when an object is immersed in a fluid, it is buoyed up by a force with a

magnitude equal to the fluid weight that is displaced by the object. One of the main

application is related to the density measurement of an object with an irregular shape [9].

For this method, it was used a density kit, that consists in a graduated beaker filled with

water in which firstly, the mass sample is measured suspended outside without contact

with the water and then is measured inside the water as Figure 3.7 shows.

Figure 3.7: Archimedes method for densification measurement. Representation of the

measurement in air and in fluid. Ref. [9]

Based on that, the density is calculated with Equation 3.5.

ρp = ma

ma −mw

∗ ρw (3.5)

Where (ρw) is the water density, which has a specific value dependent on the tem-

perature, ma is the mass of the pellet measured while is suspended in the air and mw is

the mass measured when the sample is immersed in the fluid. To take the mass values

it is important to wait a few minutes while the value given by the analytic balance is

stabilizing. For this study, the temperature of the water was 22°C and its density 0.9978

g/cm3.
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3.3.1.2 X-Ray Diffraction (XRD)

XRD technique gives a structural analysis of materials through the determination of atomic

positions, bond lengths and bond angles related to the unit cell. The X-Ray diffraction

generates a series of patterns with peaks of different intensities which are used principally

to follow the reaction progress and to determine specific phases [53]. For the KNN-Cu

system, it was needed to find the perovskite structure, which is related to ferroelectric

properties. The patterns obtained were compared with the pattern of the desired phase

through the program JADE-Pattern Data Files (PDF).

The equipment used was an X-RAY DIFFRACTOMETER Rigaku, with a voltage of 30kV

and current of 20mA.

3.3.1.3 Scanning Electron Microscopy (SEM)

This technique uses high-energy monochromatic electrons, which impact atoms closer to

the surface. As a result of this impact, a series of elastic and inelastic signals is gener-

ated including back-scattered electrons, secondary electrons, characteristic X-rays, Auger

electrons and Cathodo luminescence, each one gives different information and requires

specific detectors [53]. The interactions of interest between the electrons and specimen are

secondary electrons (inelastic dispersion) and backscattered electrons (elastic dispersion)

that derive in images thanks to their respective detectors. Each signal depends on the

depth of penetration of the electrons and therefore on the energy of the applied beam, in

addition to the morphology, composition, and structure of the target. The micrographs

obtained from secondary electrons give topographic information of the sample surface. In

contrast, micrographs obtained from backscattered electrons can give information about

the composition and structure of the sample. Moreover, it is useful for the identification

of different phases on a system thanks to the different light contrasts of each atom [54].

The equipment used for this study was a Phillips XL3O ESEM, which can perform wet

modes imaging from 1kV-30kV and 10X-100,000X magnification.
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3.3.1.4 Profilometry

This technique provides us with topographies of roughness and thickness of thin films.

Surface microtopography, as roughness, profile gives us information about its shape, size,

and distribution, that differ according to the deposition processes and treatments applied

[55]. Through the software, it is possible to get an average roughness and an average

thickness value, which is obtained based on the gradient between the substrate and the

thin film .

For this characterization technique, a Bruker Contour GT IN Motion 3D Profiler was used

and its respective Bruker’s Vision64 Operation and Analysis Software.

3.3.2 Dielectric, Ferroelectric and Band gap properties

3.3.2.1 Ferroelectric hysteresis

Ferroelectric materials are characterized to have an effective electric dipole moment in the

absence of an external field, where the dipoles are randomly oriented. The dipoles are

grouped in sections called domains, which are affected, when an electric field is applied,

and the dipoles are reoriented. As a result of the change of direction of the dipoles, (P-E)

hysteresis loops are obtained, where P is polarization (µC/cm2) and E correspond to the

electric field (kV/cm). These cycles present a few points of interest such as (Ps), (Psat),

and (Ec) which are useful to determine the ferroelectric properties of the materials. These

points are illustrated in the 1.7. The equipment used was a Precision LCII Ferroelectric

Test System with its Vision Data Acquisition and Management System Software. This

equipment is ideal for use with thin films and bulk ceramics. The equipment allows to

apply a maximum voltage of 4000V in bulk and 4V in thin films.
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3.3.2.2 Impedance spectroscopy

Ferroelectric behavior occurs in a specific temperature range, characteristic of each ma-

terial. This technique allows us to determine the temperatures associated with phase

transitions related to structural changes. In addition, it allows obtaining the Curie tem-

perature, at which the spontaneous polarization falls to zero and the materials are no

longer ferroelectric and change to paraelectric. Small variations in the perovskite compo-

sition could change the Curie temperature significantly [56, 13]. For the measurement, an

E4990A Impedance Analyzer KEYSIGHT was used, 20 Hz to 10 MHz.

3.3.2.3 Electrical conductivity

This technique is based on the application of a voltage range over a thin film of substrate/-

ferroelectric ceramic (KNN)/contact (Au). This characterization test was carried out in

the dark, visible light, and ultraviolet light. The measurement consists of the current

produced by a variable voltage applied. The objective of this technique is to measure the

photocurrent response generated by visible and ultraviolet light [57]. For this technique,

the equipment used was KEITHLYE 4200-SCS Semiconductor Characterization System.

3.3.3 Band gap characterization

3.3.3.1 UV-Vis Diffuse Reflectance Spectroscopy

This technique is commonly used to characterize semiconductor materials. It allows us

to extract the values of the energy bandgap based on the absorption spectra obtained

and the thickness known. By illuminating a particulate material, the radiation is able to

penetrate the sample and reflect from the surface. The penetrated light is scattered at

various points, which transmit through the particles. The part of the radiation that is

returned to the surface is considered as the diffuse reflection [58]. UV-Vis DRS is useful
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in powders materials because, it takes advantage of the enhanced scattering phenomenon,

where diffuse reflection does not allow the separation of different contributions such as

refraction and diffraction. This model works when the particle size is equal to or less than

the wavelength of the incident light. The theory which makes possible to use DR spectra

is based on the theory of Kubelka-Munk, represented with the equation 3.6[59, 60].

k

S
= (1 −R∞)2

2R∞
[59] (3.6)

K is known as the absorption coefficient equal to 2 and the S value is known as the

scattering coefficient. In the Kubelka-Munk theory, the bandgap (Eg) and absorption

coefficient are related through the Tauc relation, which are given by the equation 3.7[59].

(α ∗ h ∗ v)n = A(hv − Eg) (3.7)

A is a constant, and the value of n determine the energy transition process related to

conductance and valence band. If n=2 or n=2/3 (indirect method), correspond to a direct

allowed and forbidden transitions, respectively. But, if n=1/2 or n=2/3 (direct method)

correspond to an indirect allowed and forbidden transitions, respectively [61]. The plotted

curve related to Equation 3.6, allows getting the value of the energy bandgap through

interpolation with the x-axis. The equipment used was an Ocean Optics Spectrometer

and the Analytical Instrument System AIS Model UV-2D.
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CHAPTER 4

RESULTS

4.1 Bulk characterization

4.1.1 Estructural characterization

In the following section are showed and discussed the obtained results through the density

test, X-Ray Diffraction (XRD), and Scanning Electron Microscopy (SEM) for the bulk

samples of the system KNN-Cu doped.

4.1.1.1 Density analysis

Once the bulk pellets were sintered, the thickness and diameter were measured to see

the degree of contraction of the material. With this same data, the geometric density

was calculated and compared with that obtained by the Archimedes method as shown in

Table 4.1 shows. All the values of the density obtained by the Archimedes method are

greater than 90% taking into account the relative density 4.51g/cm3, which shows that all

samples have good densification. In previous research, the copper was used to improve the

densification of ceramics [62], in this research the densification of the material improves as
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well comparing KNN with KNNCu0.5%mol. However, the densification values decrease

for the samples of KNNCu1%mol sintered at three different times, but its values keep over

90%, which is a good relation. The effects of 0.5, 1.0, 1.5 and 2 mole% CuO has been

studied, and how are related to grain growth and hence with the densification [3, 46, 17].

Table 4.1: Contraction analysis taking into account values from geometric and Archimedes

method

4.1.1.2 X-Ray Diffraction

All of the samples crystallized as a pure perovskite. Diffraction patterns are associated

with PDF 61-0315 - K0.5Na0.5NbO3 (monoclinic), which was obtained with the database

(Pattern Data File) from JADE program . The related cell parameters are: a=4.00462Å,

b=3.94464Å, c=4.002Å, α=90°, β=90.333°, and γ=90°, It is observed in Figure 4.1 that

this phase is obtained since the early calcination stage. It is observed that as copper is

added a monoclinic phase is obtained.

35



4.1. Bulk characterization Chapter 4: Results

Figure 4.1: XRD for samples calcinated powders of KNN, and bulk samples of KN-

NCu0.5%mol and KNNCu1%mol sintered at: a)1100°C for 4 hours without encapsulation,

b)1100°C for 1 hour encapsulated, and c)1100°C for 3 hours encapsulated.

36



4.1. Bulk characterization Chapter 4: Results

In order to discuss the sample crystallinity it was consider a region from the three

system to compare the peaks of each one. In the Figure 4.2, there is a comparison between

diffractograms of the systems: KNN, KNNCu0.5%mol, and KNNCu1%mol in a range of

40º to 55º. Based on the principal peaks, it is notable that the copper doping increases

the crystallinity of the sample.

Figure 4.2: Diffractogram of KNN, KNNCu0.5%mol and KNNCu1%mol in bulk, sintered

at 1100°C for 1 hour.

The crystallite size obtained for the systems KNN, KNNCu0.5%mol, and KNNCu1%mol

were: 141.75Å, 242.75Å, 305.75Å, respectively. These values were obtained as an average

of a crystalline size (XS) from a certain crystallographic reflection, which are representa-

tive for the sample. The reflections taken into account are detailed in the Table 4.2, as we

can see the FWHM (Full Width at Half Maximum) values are close in each case, so that

the crystalline size is more adequate.
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Table 4.2: Values of 2θ, FWHM, and XS, for the crystallographic reflections at (100),

(110), (200), and (020), for the samples of KNN, KNNCu0.5%mol, and KNNCu1%mol

sintered 1 hour at 1100°C.

The peaks present in the patterns and the crystallite size confirm, that as the copper

concentration increases, the crystallite size also increases. The same analysis was devel-

oped for the systems: KNN, KNNCu0.5%mol, and KNNCu1%mol sintered for 3 and 4

hours in the annexes 5.1, where it is notable the same behavior.

Through the FWHM values, it was possible to obtain an average value of the crys-

tallite size for each system, as we can see in the table 4.3. It is notable that the one hour

sintered samples have superior crystallite growth when copper is added to the system,

compared to the 3 and 4 hour sintered samples. In the case of samples sintered for 4

hours, it can be seen that there is no relevant change in crystallite size when doping with

copper. Furthermore, in all cases of KNNCu1 mol%, the crystallite size is similar 4.3.
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Table 4.3: Average crystallite values for the samples of KNN, KNNCu0.5%mol, and KN-

NCu1%mol sintered 1, 3, and 4 hours at 1100°C.

4.1.1.3 Scanning Electron Microscopy

In this section are shown the micrographs of SEM, related to the bulk samples of KNN,

KNNCu0.5%mol and KNNCu1%mol with their different sintering conditions of heating

time and encapsulation.

KNN

The micrographs of Figure 4.3 represent the samples of KNN sintered at 1100°C for 1 hour

with encapsulation, 3 hours with encapsulation and 4 hours without encapsulation. For

all the samples it is difficult to define a specific size grain because of the incipient fusion,

which increases with the time of sintering. For the samples sintered for extended periods,

there are a bimodal grain size formation by the presence of grain size <1 µm and other

around 5 µm [3]. For 1 and 3 hours of sintering with encapsulation, it is difficult to define

a grain size however, for the bulk sample sintered for 4 hours without encapsulation, it is

visible the formation of elongated agglomerates of approximately 7µm,
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Figure 4.3: Micrographs of secondary and backscattered electrons for the bulk sample KNN

sintered at 1100°C for 1,3 and 4 hours. WE (encapsulated in a crucible), OE (without

encapsulation).

KNNCu0.5%mol

Below are show micrographs related to samples of KNNCu0.5%mol sintered at the same

conditions but prepared with different stoichimetric composition (Chemical formula 1 and

chemical formula 2).
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Sintered 4 hours(OE) using the chemical formula 1 and 2

In Figure 4.4 and Figure 4.5, there are the micrographs of samples of KNNCu0.5%mol

synthesized with chemical formula 1 and chemical formula 2.

Figure 4.4: Micrographs of secondary and backscattered electrons of KNNCu0.5%mol

samples sintered for 4 hours at 1100°C - Formula 1.

It can be observed in certain zones that there is no homogeneous grain formation with

grain boundaries in both of the cases. The SEM micrographs of the sintered samples show
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regions with grain size between 1-2µm, as well as areas with not well-defined grain edges

(red zones) probably due to incipient fusion.

Figure 4.5: Micrographs of secondary and backscattered electrons of KNNCu0.5%mol bulk

samples calcined at 900°C for 4 hours and sintered at 1100°C for 4 hours – Formula 2.

As the phase diagram shows in the figure 1.5 the melting point is about 1140°C and

1280°C, and the temperature of sintered used in the research was 1100°C. The fact that

there is partially grain boundary can be attributed to the long sintering periods, causing
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a tendency of the grains to melt or by the addition of copper, which could decrease the

melting point. To dopping the KNN system with certain elements like copper, lithium or

tantalum, has a influence on the melting temperature as has been reported in previous

works [30, 63, 64, 3]. Based on these results, experiments were performed sintering the

samples with a heating rate of 10°C per minute and reducing the treatment time to 1 hour

at the same temperature.

Comparing the micrographs related to formula 1 (4.4) and formula 2 (4.5), it can be

seen how there is a smaller proportion of defined grains in the sample developed from for-

mula 2. A greater incorporation of copper into the structure can influence the formation

of greater melting zones as we can see in the figure 4.5.

KNNCux-WE-1hr-Chemical formula 1

In Figure 4.6, an increase in grain size is shown as the concentration of copper in the

structure is increased. In pure KNN micrographs, it is difficult to define the formation

of grains and their defined limits. From the KNNCu0.5% mol, an increase amount of

grains are observed of 1-2µm size are defined. And finally, in the KNNCu1% mol, grains

of a specific size between 1-5µm are clearly defined without fusion presence. The addition

of copper has an influence on the microstructure and promotes a grain coarsening [3].

According to the BSE micrographs, it is visible the presence of a single phase, which is

homogeneous mostly in the 3 compositions (KNN, KNNCu0.5%mol, and KNNCu1%mol).
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Figure 4.6: Micrographs of secondary and backscattered electrons of KNN (x=0), KN-

NCu0.5%mol (x=0.005) and KNNCu1%mol (x=0.01) sintered for 1 hour.

4.1.2 Dielectric, ferroelectric and optical characterization

4.1.2.1 Ferroelectric hysteresis

In this section, the ferroelectric characterization of the systems KNN, KNNCu0.5%mol,

and KNNCu1%mol are shown. Specifically, the hysteresis loops were recorded, and, in

some samples also normalized capacitance and the remnant hysteresis.

KNN

Figure 4.7 illustrates the hysteresis loop for the system KNN sintered for 4 hours without
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encapsulation (a) and for 3 hours (b). For the KNN (a), the important values found for

the measurement at 3600V for 200Hz are: Ps = 27.0052µC/cm2, Pr ≈ 18.451µC/cm2, and

Ec ≈ 22.4621kV/cm. These values are improved for the KNN sample (b) and measured at

3600V for 200Hz, giving the following values: Ps = 30.004µC/cm2, Pr ≈ 21.8804µC/cm2,

and Ec ≈ 21.6463kV/cm. It is notable, that in both samples there is a ferroelectric be-

havior, but the encapsulation improves slightly the material properties. The improvement

is related to a higher Ps for the encapsulate sample in a crucible, which help to reduce the

oxygen flux and to keep a homogeneous temmperature over the sample.

Figure 4.7: P-E loop for the KNN system in bulk sintered at 1100°C for 4 hours without

encapsulation ant for 3 hours with encapsulation. Measurement carried out at 200Hz for

different voltages.

KNNCu0.5%mol

Figure 4.8 is related to the sample synthesized with stoichimetry of the Chemical Formula

1 and sintered for 4 hours at 1100°C without encapsulation. There are differentiated by

the frequencies of the electrical field are applied, which are 100Hz (a) and 200Hz (b),

respectively. In both cases, the samples present an antiferroelectric behavior. In the

figure, the widening of the loops represents the presence of charge leakage.

On other side, at the higher voltages, a double “pseudo-hysteresis” loops were represented

in the Figure 4.8 (a) and (b), showing an open gap in the origin point could be related to
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the coexistence of a ferroelectric and antiferroelectric [5]. A saturation polarization is not

reached in both periods for any voltage applied and the values of polarization obtained

are low compared with the samples of KNN.

Figure 4.8: P-E loops for the bulk sample KNNCu0.5%mol, synthesized with the formula

1 and sintered at 1100°C for 4 hours without encapsulation- Frequencies of a(100Hz) and

b(200Hz).

The sample obtained with the same conditions, but using the stoichiometry deduced

from chemical formula 2, presents a similar antiferroelectric behavior as Figure 4.9 shows.

It presents a higher value of polarization than the sample obtained with chemical formula

1, but it still been lower than KNN. The presence of charge leakage is still high and the

coexistence of a ferroelectric and antiferroelectric phase is also notable.
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Figure 4.9: P-E loops for the bulk sample KNNCu0.5%mol, synthesized with formula 2

and sintered 4 hours without encapsulation. Frequencies of a(100H) and b(200Hz).

Figure 4.10, corresponds to the KNNCu0.5%mol samples sintered for 3 hours with

encapsulation. At the maximum applied voltage of 3000V with a frequency of 200Hz,

a ferroelectric behaviour is observed. where the following values were reached: Ps =

27.0098µC/cm2, Pr ≈ 17.443µC/cm2, and Ec ≈ 19.1798kV/cm. At lower electric field

applied there is a double loop related to an antiferroelectric phase. As the voltage is

increased there is the coexistence of ferroelectric and antiferroelectric properties.
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Figure 4.10: P-E loops for the bulk sample KNNCu0.5%mol synthesized with the chemical

formula 1 and sintered at 1100°C for 3 hours with encapsulation – Frequency of 200Hz for

different voltages.

Figure 4.11 shows the same sample with polarization measurements at long period of

100ms, which is equivalent to a frequency of 10Hz. The maximum saturation polarization

was Ps = 30.0063µC/cm2 with a Pr ≈ 20.7373µC/cm2, and Ec ≈ 19.8272kV/cm, which

was obtained for 3600V applied with a frequency of 13.3Hz. Therefore, for higher electric

field applied the loop corresponds to a ferroelectric phase. The PS decrease significantly

when the frequency increase to 10Hz with the same electric field applied.
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Figure 4.11: P-E loops for the bulk sample KNNCu0.5%mol sintered at 1100°C for 3 hours

with encapsulation – Frequencies of 10, 13,3, and 20Hz.

In the Figure 4.12 there is a representation of a polarization vs voltage, giving us a

“real” hysteresis related to the material, where are discarded the contributions of spatial

charges, which could be related to conduction and defects. This behavior is related in the

absence of symmetry in the hysteresis curves without a close cycle, which is caused by

spatial charges associated with the voltage applied in continuous cycles.
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Figure 4.12: Remnant polarization for the sample of KNNCu0.5%mol, sintered at 1100°C

for 3 hours with encapsulation- Measurement carried out at 2500V with a frequency of

200 and 50Hz, respectively.

As the sintering time was reduced to 1 hour with encapsulation, the material improves

its properties as Figure 4.13 and Figure 4.14 show.

In the first case, for the sample of KNNCu0.5%mol sintered for 1 hour at 1100°C

and measured at different voltages, the values obtained were: Ps ≈ 23.1840µC/cm2 with a

Pr ≈ 9.5073µC/cm2, and Ec ≈ 18.1051kV/cm. The sample presents a defined double loop

characteristic of a antiferroelectric material, with a high value of Ps and absence of charge

leakage as we can see in the figure 4.13. In this case, the stoichiometry of the sample was

carried out using the chemical formula 1.
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Figure 4.13: P-E loops for the sample KNNCu0.5% synthesized with formula 1 and sintered

1-hour with encapsulation. Frequency of 200Hz.

Figure 4.14 shows the hysteresis loop of the electric field applied for different frequen-

cies in the KNNCu0.5%mol sample, sintered at 1100°C for 1 hour and synthesized with

chemical formula 1. A higher polarization is obtained at a frequency of 10Hz, with the fol-

lowing values: Ps = 24.0316µC/cm2 with a Pr ≈ 11.8257µC/cm2, and Ec ≈ 17.334kV/cm.

This sample also has the band in the origin point, which is a signal of the coexistence of

the ferroelectric and antiferroelectric phase in the material.
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Figure 4.14: P-E loops of the sample KNNCu0.5%mol sintered 1-hour with encapsulation.

2600V applied at different frequencies.

Additional measurements were carried out using alternative options of the Precision

LCII Ferroelectric Test System to demostrate the ferroelectric behavior. Figure 4.15 shows

the normalized capacitance where the presence of an antiferroelectric material is confirmed,

due to its four peaks (two are overlapping), which describe the minimum energy of this

system. These measurements were carried out through alternatives options of the Precision

LCII Ferroelectric Test System.
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Figure 4.15: Normalized capacitance of the sample KNNCu0.5%mol sintered 1-hour with

encapsulation. Frequency of 200Hz

,

Now, with the hysteresis loops, the following values are obtained at 2200V for a fre-

quency of 200Hz: Ps = 23.1702µC/cm2 with a Pr ≈ 9.5073µC/cm2, and Ec ≈ 18.1051kV/cm.

And for the extended periods of 100ms(10Hz) with 2600V: Ps = 19.0031µC/cm2 with a

Pr ≈ 3.7456µC/cm2, and Ec ≈ 9.5309kV/cm.

Figure 4.16: P-E loops of KNNCu0.5%mol sample, sintered 1-hour with encapsulation.
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Figure 4.16 describes the antiferroelectric behavior of the sample developed with

chemical formula 2 and how it supports high voltages for long periods as in the previous

sample.

For this case, remnant hysteresis is observed in Figure 4.17(a), where the spatial

charge is separated from the polarization to obtain a “real” hysteresis loop is obtained.

The normalized capacitance was also performed in Figure 4.17(b), where its antiferroelec-

tric behavior is confirmed, by the presence of the four peaks corresponding to its energy

minimum, two of them are overlapping.

Figure 4.17: a)Remnant hysteresis at 2600V (20Hz) for KNNCu0.5%mol sintered 1 hour

with encapsulation, b)Normalized capacitance for KNNCu0.5%mol sintered 1 hour with

encapsulation. Antiferroelectricity behavior at 2600V for 10Hz.

KNNCu1%mol

In Figure 4.18 the ferroelectric behavior of the sample using the stoichiometry of chemical

formula 1 is observed. At 2400V for a frequency of 200Hz, it was obtained a Ps =

21.6949µC/cm2 with a Pr ≈ 17.2322µC/cm2, and Ec ≈ 20.6261kV/cm. The P-E loops
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show us that when adding more copper, it loses the antiferroelectric behavior and in the

same way the remaining polarization decreases.

Figure 4.18: P-E loops of the sample KNNCu1%mol sintered 3 hours with encapsulation.

Frequency of 200Hz

Now, for the sample synthesized under the stoichiometry of chemical formula 1 but,

sintered for 1 hour with encapsulation, the Figure 4.19 shows a small concavity change

(for high field values), which already indicates the presence of charge leakage when the

sample is subjected to long periods of voltage. This is due to the excess of copper, which

increases the conductance of the material [11].
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Figure 4.19: P-E loops for the sample KNNCu1%mol sintered 1-hour with encapsulation.

Frequency of 200Hz (a) and 10, 13.3, 20, 40, 200Hz (b).

For the same sample,the remnant polarization and normalized capacitance were recorded

and the results are shown in Figure 4.20 (a) and (b), respectively. (a) represents a rem-

nant polarization measurement, which allow us to dismiss the polarization cause by spatial

charges and shows a “real” behavior of the hysteresis loop. In (b) the graphic of normalized

capacitance, presents two peaks which is related to ferroelectric phase presence.

Figure 4.20: a)Remnant polarization (2600V-20Hz) and b)Normalized capacitance

(2600V-10Hz)of KNNCu1%mol sintered 1 hour with encapsulation.
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Finally, in the Table 4.4, there is a summary of the values of saturation polarization

(Ps), remnant polarization (Pr), and coercitive field (Ec) for all of the bulk samples. The

KNNCu0.5% mol 1hr (3200V 200Hz) and KNNCu0.5% samples can stand out for their

antiferroelectric compartment, with high saturation values and low remnant values.

Table 4.4: Resume of hysteresis results for bulk samples.

The measurements of hysteresis evidenced how the antiferroelectric properties are

more evident in KNNCu0.5%mol, while for samples of KNN, and KNNCu1%mol the be-

havior is ferroelectric. It was observed how there is a field limit at which the antiferroelec-

tric behavior changes to ferroelectrico, and it also observed the coexistence of both phases

in the material at certain voltages. Eventually, it was used a normalized capacitance in

function of field applied to verify the minimun energy related to ferroelectric (2 peaks)

and antiferroelectric phase (4 peaks). Finally, it was illustrated that in almost all samples

there is not conductance and charge leakage that inflluence in the ferroelectric properties.
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4.1.2.2 Impedance analysis

KNN

In Figure 4.21, corresponding to the sintered KNN sample for 4 hours without encap-

sulation (a) and for the sample sintered for 1 hour with encapsulation (b), the relative

permittivity behavior is observed as a function of temperature at different frequencies.

Two maximum peaks related to phase transitions ocurr for (a) at 215°C and 410°C, and

for (b) at 200°C and 415°C. These temperatures are related to the following phase changes:

Orthorhombic-tetragonal-cubic respectively. In addition, the second peak corresponds to

the Curie temperature which signals a change from ferroelectric to paraelectric. The

measurements at different frequencies show that low frequencies have higher dielectric

permittivity and higher dielectric loss.

Figure 4.21: Relative permittivity and tan(δ) vs temperature for sample of KNN sintered

at 1100°C for: a) 4 hours with encapsulation, and b) 1 hour without encapsulation.

KNNCu0.5%mol

Figure 4.22 shows the graphs of permittivity and tan(δ) in dependence of the temperature

for the samples of KNNCu0.5%mol sintered at 1100°C for 4 hours (without encapsulation),

3 hours (encapsulated), 1 hour (encapsulated), and 4 hours (without encapsulation). For
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all of the frequencies, in a, b, c, and d, the transitions related to the system KNN:

orthorhombic-tetragonal and tetragonal-cubic occur around 215°C and 415°C respectively.

In the case of the dielectric losses, at highest frequency of 1Mhz, there are lower dielectric

losses.

Figure 4.22: Relative permittivity and tan(δ) vs temperature for samples a) KN-

NCu0.5%mol sintered 4 hours at 1100°C without encapsulation (Formula 1), b) KN-

NCu0.5%mol sintered 3 hours at 1100°C with encapsulation (Formula 1), c)of KN-

NCu0.5%mol sintered 1 hour at 1100°C with encapsulation (Formula 1), and d) KN-

NCu0.5%mol sintered 4 hours at 1100°C without encapsulation (Formula 2).
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KNN1%mol

As Figure 4.23 illustrates, show the impedance test for the KNNCu1%mol sintered at

1100°C for 3 hours (encapsulated). The transition of the orthorhombic-tetragonal phase

happens around 180°C and the transition related to the tetragonal-cubic phase occurs

around 415°C. The first transitions are related to a lower temperature than the previous

samples of KNN(215°C) and KNNCu0.5%mol(215°C), it could be caused by the dopant.

It is known that the increase of dopant quantity attenuates the long-range interactions

and the temperature at which the permittivity achieves the maximum peak decreases [65].

Figure 4.23: Relative permittivity and tan(δ) vs temperature for sample of KN-

NCu0.5%mol sintered 3 hours at 1100°C with encapsulation.

4.1.2.3 UV-Vis Diffuse Reflectance Spectroscopy

UV-Vis Diffuse Reflectance Spectroscopy was performed for the calcined powders of KNN,

KNNCu0.5%mol (formula 1, formula 2) and KNNCu1%mol. The energy bandgap is taken

from the tangent of the curve.
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Figure 4.24: Bandgap calculation by Kubelka-Munk relation-indirect method (explained

in the section 3.3.3

.

The spectra obtained from the different samples after the Kubelka-Munk method are

shown in Figure 4.24. The values of Eg correspond to the intersection between the linear

fit and the energy axis, taking into account the indirect bandgap relation.

Table 4.5 details the bandgap values obtained by the Kubelka-Munk method. It can

be deduced that the bandgap decreases in a minimum proportion when doping the KNN

system with copper. Furthermore, it is observed that the use of chemical equation 1 and

2 does not influence the bandgaps obtained.
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Table 4.5: Bandgap values obtained for the samples KNN, KNNCu0.5%mol 2M, KN-

NCu0.5%mol and KNNCu1%mol.

4.2 Thin films characterization

For the growth of thin films via sputtering, it is necessary to know which crystalline phase

have the targets to be used. For this reason, X-ray diffraction of calcined powders and

sintered targets based on the chemical formula 2 were performed.

Figure 4.25: XRD for calcinated powders of KNNCu0.5%mol and KNNCu1%mol at 900°C

for 4 hours.

Figure 4.25 shows the diffractogram associated to the calcinated powders for the sys-
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tem KNNCu0.5%mol and KNNCu1%mol (chemical formula 2). In both cases, it is possi-

ble to identify a perovskite structure related to the diffraction pattern PFD 00-061-0.15

K0.5Na0.5NbO3, which has the following lattice parameters: a=4.00462Å, b=3.94464Å,

c=4.002Å, α=90°, β=90.333°, and γ=90, associated to a monoclinic phase. To obtain the

desired phase in the early stage of calcination, the diffractograms show that the sintering

process does not require a long period of thermal treatment.

Figure 4.26: First targets of KNNCu0.5and KNNCu1, milled 120 minutes in high energy

miller, and sintered at 900°C for 4 hours and sintered for 1 hour at 1100°C.

The diffraction pattern of Figure 4.26 shows the phase identification for the first tar-

gets3.4. Even though the targets did not look homogenous to the naked eye, the presence

of the monoclinic phase can be observed in both targets.

After making improvements in the process for obtaining the new targets3.6, targets visu-

ally homogeneous were obtained, and in the same way it was verified the presence of a

perovskite structure with monoclinic phase as we can see in the Figure 4.27. It is notable

a change in the crystallinity and the crystallite size, as it was analized previously in 4.2.
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Figure 4.27: New targets of the systems KNN, KNNCu0.5, and KNNCu1%mol 3.6, milled

30 minutes in a mortar and 90 minutes in high energy miller, calcined 4 hours at 900°C,

and sintered 2 hours at 1000°C.

As diffractograms show in Figure 4.26 and Figure 4.27, in all of the targets developed,

there is the presence of the monoclinic phase PDF 61-0315 K0.5Na0.5NbO3 according to

the Powder Data File (PDF) database from Jade 6 program. Once the presence of the

desired phase was verified, thin films of the KNN, KNNCu0.5% mol and KNNCu1% mol

systems were grown over different substrates, which are described below.

4.2.1 KNN

As reference, it was used the pure KNN system to contrast with the systems doped with

copper. In this case, the grown was developed on p- type Si and ITO/glass substrates,

with the respective conditions of the sputtering and thermal treatment described below.
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4.2.1.1 KNN(2)/p-type Si-75W 10min(x5)-650°C 60min O2

In both cases, as a product of the growth in layers by sputtering and a subsequent heat

treatment in an oxygen atmosphere, a fairly uniform film was obtained. The color changes

are related to different thicknesses as we can see in Figure 4.28. Through XRD, the main

phase was identified as K0.5Na0.5NbO3 (monoclinic) with a minimal secondary phase of

K3Nb7O19 (Triclinic). Besides, in correlation with the target, the presence of the desired

phase can be confirmed.

Figure 4.28: XRD for KNN/ p- type Si, deposited in 5 layers for 10 minutes, with a power

of 75W, and sintered at 650°C for 60 minutes in an oxygen atmosphere.

Through profilometry it was obtained Figure 4.29, where (a) shows a 3D image of

the thickness of the KNN/p- type Si film. A thickness of 90 nm was measured taking as

reference the difference between the substrate and the thickness of the film. The region

of higher growth in (a) have been due to the Kapton tape used during sputtering growth.

The average roughness obtained was 0.23µm. In (b) there is a 3D image of the roughness
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associated with the KNN/p- type Si film, where it is notable a film mostly homogeneous

with the presence of certain peaks.

Figure 4.29: a)3D Thickness, and b)3D Roughness for KNN/p- type Si.

In Figure 4.30, the KNN/p- type Si film initially (1V-1kHz) does not show a ferro-

electric behavior, so a double polarization cycle was induced slightly, which resulted in

the tendency to a ferroelectric behavior (5V-1kHz) and with the presence of certain initial

carriers (conductance). The maximum supported voltage was 9V for 200Hz after that a

conductive behavior was seen.
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Figure 4.30: Ferroelectric hysteresis for KNN/p- type Si at different frequencies and volt-

ages.

Figure 4.31 displays the relation between the ln(Current) and the voltage applied for

the thin film of KNN deposited over a p- type Si. There is an asymmetry of the branches

showing a diode effect, since for positive voltages the current is greater than for negative

voltages and does not show a photoresponse effect. Even for UV lighting there are small

changes in the current, which is quite associated with the variability in measurements

(dark, visible, and ultraviolet light for each sample), rather than a photoresponse of the

system [41].

67



4.2. Thin films characterization Chapter 4: Results

Figure 4.31: Current-Voltage for KNN/p- type Si.

4.2.1.2 KNN(2)/ITO/glass-75W 10min(x5)-650°C 60min O2

A thin film was obtained by the growth of KNN over the ITO/glass substrate. As Figure

4.32 shows there is a uniform color after the heat treatment carried out at 650°C for 60

minutes in a tubular oven in O2 atmosphere.

The XRD pattern of Figure 4.32 shows the presence of the principal phaseK0.5Na0.5NbO3

and the coexistence of the precursor components: sodium and potassium niobite. Also,

the distinctive peaks of the ITO substrate were identified.

The ITO (In4Sn3O12) can be visualized in the diffractogram, because the thickness is not

homogeneous over the entire surface, which causes X-rays to have enough penetration to

reach the substrate[66].
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Figure 4.32: Film obtained after the heat treatment and XRD for KNN/ITO/glass sample

deposited in 5 layers for 10 minutes, with a power of 75W, and sintered at 650°C for 60

minutes in an oxygen atmosphere.

Through profilometry, it was measured an average thickness and average roughness of

300nm and 0.027µm, respectively. Figure 4.33 (a) and (b) show a 3D image of the material

surface for the thickness and roughness obtained, respectively. In both of the cases it is

notable that there are regions of higher growth which are identified by red zones.

Figure 4.33: a)3D Thickness, and b)3D Roughness for KNN/ITO/glass
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Figure 4.34 shows the ferroelectric characterization for the KNN/ITO/glass film. Ini-

tially, the film does not show a cyclic behavior. For this reason, a double polarization was

applied but a characteristic curve of conductance was obtained.

Figure 4.34: Ferroelectric hysteresis for KNN/ITO/glass. The period was 1ms(1000Hz).

The semiconductor characterization applied in the film of KNN/ITO, shows a pho-

tocurrent constant nearby to zero region, which increases until diode behavior is obtained,

under dark, visible and ultraviolet light, where the current is higher at positives voltages

than for negative voltages. As Figure 4.35 illustrates, the current response suffer only

small changes in the three measurements, which could be related to the variability in

measurements, rather than a photoresponse.
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Figure 4.35: Current-Voltage for KNN/ITO/glass.

4.2.2 KNNCu0.5%mol - Chemical Formula 2

For the growth of thin films of KNN doped with 0.5% mol of copper, 2 targets were used,

which were synthesized based on the stoichiometry of the chemical formula 2. The first

KNNCu0.5% mol (1) and second KNNCu0.5% mol (2) targets had the K0.5Na0.5NbO3

monoclinic phase as seen in Figure 4.26 and Figure 4.27.

4.2.2.1 KNNCu0.5%mol(1)/Pt/Si – 100W 90min- 600°C 30min O2

Figure 4.36 shows a thin film of KNNCu0.5%mol deposited over silicon coated with plat-

inum. The image shows the sample after the heat treatment, where a slight fracture is

notable on the surface of the ferroelectric material. In addition, the film has color rings

that are related to the different thicknesses of material growth.
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Figure 4.36: Film obtained after the heating treatment and XRD for KN-

NCu0.5%mol/Pt/Si deposited in 90 minutes, with a power of 100W, and sintered at 600°C

for 30 minutes in an oxygen atmosphere.

The diffractogram in Figure 4.36 shows the presence of the main phaseNa0.35K0.65NbO3

without secondary phases, the other peaks being related to the substrate used. This phase

was identified as PDF 77-0038 (monoclinic) by the PDF database of the JADE program,

which has the following lattice parameters: a=7.9751Å, b=7.862Å, c=7.9565Å, α=90°,

β=90.34°, and γ=90°. Despite the presence of the phase Na0.35K0.65NbO3 and the fer-

roelectric behavior, the sample does not present a photoelectric response and its surface

does not be homogeneous.

4.2.2.2 KNNCu0.5%mol(1)/ITO/glass– 100W 90min- 600°C 30min

Figure 4.37 shows the thin film related to a KNNCu0.5%mol(1) grown over an ITO/-

glass substrate and annealed in a muffle at 600°C for 30 minutes. In the sample, a ring
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zone is notable related to a different thickness, but in general, a homogeneous growth of

the ferroelectric material is observed. In Figure 4.37, there is the diffractogram related

to a KNNCu0.5%mol(1)/ITO/glass, where it was identified the phase K0.35Na0.65NbO3,

accompanied by its precursors: sodium and potassium niobate.

Figure 4.37: Film obtained after the heating treatment and XRD for KN-

NCu0.5%mol(1)/ITO/glass deposited for 90 minutes, with a power of 100W, and sintered

at 600°C for 30 minutes.

Figure 4.38 illustrates a saturated I-V curve, where it was identified as an ohmic

response of the material, which is characteristic of a linear relation between the voltage

applied and the photocurrent produced. The measurement was carried out under dark

and ultraviolet conditions, and in both of the cases, the response was the same according

with the overlapping measurements.
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Figure 4.38: Current-Voltage for KNNCu0.5%mol/ITO/glass.

4.2.2.3 KNNCu0.5%mol(2)/ITO/glass – 75W-10min(x5) - 650°C 60min O2

Figure 4.39 shows a film of KNNCu0.5%mol(2) grown over ITO/glass substrate via sput-

tering in 5 layers of 10 minutes with a power of 75W.

The samples were sintered in an oven with an O2 atmosphere at 600°C for 60 minutes.

The final film obtained look homogeneous. The phase identified through the PDF (Pattern

Data File) database was the PDF - 61-0315 K0.5Na0.5NbO3. The high reflection from the

substrate In4Sn3O12 is related to thickness of the substrate.
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Figure 4.39: Film obtained after the heating treatment and XRD for KN-

NCu0.5%mol(2)/ITO/glass deposited in 5 layers for 10 minutes, with a power of 75W,

and sintered at 650°C for 60 minutes in an oxygen atmosphere.

Through profilometry, it was measured thickness of 300nm and average roughness

of 0.025µm. Figure 4.40 (a) and (b) show 3D surface images of thickness and roughness

respectively. In both of the cases, it was obtained a homogeneous grain growth, despite

having multiple phases illustrated previously in Figure 4.39

Figure 4.40: a) 3D Thickness and b) 3D Roughness for KNNCu0.5%mol(2)/ITO/glass.
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The ferroelectric test shows a high conductance in the material which is illustrated

in Figure 4.41. Film based on KNN/ITO/glass shows a resistance behavior characterized

by a circle with the center near to the origin. The representative parameters are Pr =

8.11µC/cm2 and Ec = 5.70kV/cm.

Figure 4.41: Ferroelectric hysteresis for KNNCu0.5%mol(2)/ITO/glass.

In Figure 4.42 is illustrated the I-V curve for KNNCu0.5%mol/ITO/glass, which

shows a diode effect, the current is greater for positive voltages and for 4V the current

shows a typical exponential growth of a diode. In this case the photoresponse effect is very

clear, since the current increases upon UV light illumination. It can also be measured that

for the external voltage equal to 0, there is a small current that constitutes a photovoltaic

effect.
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Figure 4.42: Current-Voltage for KNNCu0.5%mol/ITO/glass.

In the second graph (ln(I) vs Voltage(V)), the current shows a minimum in the current

around 3V both in darkness and under UV illumination, this indicates that there is an

internal field that the external voltage has to counteract to bring the resulting field equal

to 0. If this internal field, produced by remnant polarization of the ferroelectric film, is

inverted with external polarization, then it would add to the field due to the Schottky

barrier and the photoresponse effect should be greater, as well as the photovoltaic effect

[67].

4.2.2.4 KNNCu0.5%mol(2)/p- type Si – 75W 10min(x5)- 650°C 60min O2

Figure 4.43 shows the thin film related to a KNNCu0.5%mol(2) grown over a silicon p- type

Si substrate and annealed in a muffle at 650°C for 60 minutes in an oxygen atmosphere.

In the sample, it is notable a ring zones that are related to a different thickness, but in

general, there is a homogeneous growth of the ferroelectric material. As the diffractogram

illustrates, the K0.5Na0.5NbO3 phase is present in the film as verified by the comparison

with the target diffractogram.
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Figure 4.43: Film obtained after the heating treatment and XRD for

KNNCu0.5%mol(2)/p- type Si deposited in 5 layers for 10 minutes, with a power

of 75W, and sintered at 650°C for 60 minutes in an oxygen atmosphere.

Through profilometry, it was measured a thickness of 50nm and an average roughness

of 0.049µm. This thickness is low compared with other films discussed before. Figure

4.44 (a) and (b) are 3D images from the surface material related to the thickness and the

roughness, respectively.

Figure 4.44: a) 3D Thickness and b) 3D Roughness for KNNCu0.5%mol(2)/p-type Si
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For the ferroelectric test of the films KNNCu0.5%mol(2)/p-type Si it was measured in

two contacts of Au (r=1mm). Figure 4.45 shows the first measurement which is developed

in the range from 1V(1kHz) to 9V(100Hz). From the first measurements, there is a

tendency to a cyclic behavior, but to have more defined results, double polarization cycles

were applied. It was obtained a double hysteresis loop as can be seen in the measurement

at 6.4V for 250Hz, which is signal of an antiferroelectric phase. At this point, it was

obtained a Pr = 5.23E − 4µC/cm2 and an Ec = 2.78E − 1kV/cm. As the voltage and

period increased, the hysteresis curves showed a ferroelectric behavior up to 9V for 10ms,

with a Pr = 1.46E − 3µC/cm2 and an Ec = 2.11kV/cm. From this value, the hysteresis

cycle begins to widen and indicates that at higher voltages a charge leakage already occurs.

Moreover, it can be deduced the coexistence of the ferroelectric and antiferroelectric phases

for this film, because there is a characteristic shape of a ferroelectric material with a slight

narrowing in the center.
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Figure 4.45: Ferroelectric hysteresis for KNNCu0.5%mol(2)/ p- type Si (contact 1).

1ms(1000Hz), 4ms(250Hz), 6ms(166.66Hz), and 10ms(100Hz)

In the second measurement related to another Au contact from the same film, it was

observed in Figure 4.46 a ferroelectric phase, which was obtained by the application of

a double polarization. This test was realized from 1.7V (1kHz) to 9V(0.53Hz). For the

P-E loop at 9V(0.55hHz), it was defined as a ferroelectric loop with a value of Pr =

−3.73E−3µC/cm2 and an Ec = −1.51E−2kV/cm. At this point, there is a low presence

of charge at the beginning because the cycle does not start at the origin. From the

following measurement of 9V for 0.53hHz, conductance and the presence of charge leak

were observed .
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Figure 4.46: Ferroelectric hysteresis for KNNCu0.5%mol(2)/p- type Si (contact 2).

Figure 4.47 illustrates the I-V curves for the thin film of KNNCu0.5%mol/ p-type

Si. In the first place, it was characterized by the photocurrent of the sample under dark,

visible and ultraviolet light. The curve (a) and (b) show a diode behavior, which is caused

by Schottky barriers due to the asymmetric contact in the ferroelectric thin film. In this

case the substrate was doped with silicon on one side and metal on the other side. As

the figure (a) illustrates, the current for positive voltages is greater than for negative

voltages, however, the changes under illumination is minimal, meaning this sample does

not show photocurrent response. Nevertheless, when the sample is polarized at room

temperature with a battery of 9V for 5 minutes, interesting behaviors are noticeable. The
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photocurrent was measured again under the same conditions. In the I-V curve (c) there

is an ohmic behavior under visible and ultraviolet light, but in the dark conditions, there

is a diode effect with a low current when the circuit is closed and a zero-external voltage.

This behavior could be related to an internal field with low current, circulating when the

circuit is closed. The fact that the current is minimum for V close to 1 volt, indicates that

due to the presence of the internal field, a external voltage has to overcome so that the

total field is 0 and the current has a minimum, which in this case is practically 0.

Figure 4.47: Current-Voltage for KNNCu0.5%mol(2)/p- type Si and polarized
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4.2.3 KNNCu1%mol - Chemical Formula 2

For the processing via sputtering of thin films of KNN doped with copper in 1% mol,

KNNCu1%mol(1) target was used. XRD shows the presence of K0.5Na0.5NbO3 (PDF

61-0315) monoclinic phase as seen in Figure 4.26.

4.2.3.1 KNNCu1%mol(1)/ITO/glass– 100W 90min- 600°C 30min O2

The thin film of KNNCu1%mol(1)/ITO/glass obtained by sputtering at 100W during 90

minutes was sintered at 600°C for 30 minutes in an oxygen atmosphere and the final film

is shown in Figure 4.48 which seems homogeneous.

Figure 4.48: Film obtained after the heating treatment and XRD for KN-

NCu1%mol(1)/ITO/glass deposited for 90 minutes, with a power of 100W, and sintered

at 650°C for 60 minutes in an oxygen atmosphere.
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The diffractogram shows the presence of PDF 77-0038 K0.35Na0.65NbO3 monoclinic

phase, which has a displacement compared with the K0.5Na0.5NbO3 phase from the

target. The displacement could be explained based on the cell parameters. For the

K0.5Na0.5NbO3 phase, their related values are: a=4.00462Å, b=3.94464Å, c=4.002Å, and

for K0.35Na0.65NbO3 phase: a=7.9751Å, b=7.862Å, c=7.9565Å. The greater structure of

cell with have a displacement to the left size as we can see in the figure 4.48.

For the thin film sample of KNNCu1%mol(1)/ITO/glass, the ferroelectric measurement

was developed in the range of 0.3V to 0.5V for the minimum period of 1ms(1kHz), where

a resistance behavior was obtained in all of the P-E loops as Figure 4.49 illustrates.

Figure 4.49: Ferroelectric hysteresis for KNNCu1%mol(1)/ITO/glass

Figure 4.50 illustrates the resultant I-V curves for the sample KNNCu1%mol/ITO/glass,

where it was identified an ohmic response of the material, showing a linear relation be-

tween the voltage applied and the photocurrent produced. The measurement was carried

out under dark, visible light and ultraviolet light, and in all of the cases, the response was

the same, that there are not photoresponse.
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Figure 4.50: Current-Voltage for KNNCu1%mol/ITO/glass.

4.2.3.2 KNNCu1%mol(1)/ITO/quartz– 50W 10min(x5)- 650°C 60min

The thin film of KNNCu1%mol(1)/ITO/quartz was grown with a power of 50W in 5 layers

of 10 minutes and the sintering treatment consisted of 650°C for 60 minutes encapsulated

Figure 4.51: Film obtained after the heating treatment and XRD for KN-

NCu1%mol(1)/ITO/quartz deposited in 5 layers for 10 minutes, with a power of 50W,

and sintered at 650°C for 60 minutes .
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As Figure 4.51 shows, the final film was homogeneous after the thermic treatment and

it presents the PDF 74-2025 Na0.9K0.1NbO3 phase according to its diffractogram. The

following lattice parameters: a=7.8782Å, b=7.792Å, c=7.8632Å, α=90°, β=90.479°, and

γ=90 are obtained.

The profilometry measurement, give us an average thickness of 70nm. Figure 4.52

represents a 3D image related to the surface area of the film after the sintering treatment

applied. It is notable a homogeneous growth in almost all of the surface material.

Figure 4.52: Thickness 3D image for KNNCu1%mol(1)/ITO/quartz.

Besides the homogeneous growth, this film presents good results according to XRD

and profilometry, the ferroelectric test did not show a representative ferroelectric property.

The sample measured consisted of KNNCu1%mol/ITO/quartz and its related P-E loops

obtained, as illustrated in Figure 4.53. The measurement was taken from 1V to 7V with

a frequency of 200Hz, in which a double polarization was applied. Finally, the behavior

of the P-E curves seems to tend to a relaxor behavior, including with voltage increase or

double polarization cycle the behavior remained as the loops in Figure 4.53. The loops

are characteristic of materials with low grain size in the scale of nanometers.
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Figure 4.53: Ferroelectric hysteresis for KNNCu1%mol(1)/ITO/quartz. Period:

1ms(1000Hz).

Figure 4.54 shows the I-V curves for the thin film KNNCu1%mol/ITO/quartz mea-

sured under three different conditions: dark, visible light and ultraviolet light. The graph

illustrates a linear relation between the applied voltage and the current produced, which

is characteristic of an ohmic response. The absence of photoresponse occurs for the three

measurements as we can see in the overlapped lines.
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Figure 4.54: Current-Voltage for KNNCu1%mol(1)/ITO/quartz.

4.2.3.3 KNNCu1%mol(1)/ITO/glass– 75W 10min(x5)- 700°C 60min

The sample of KNNCu1%mol(ITO)/glass was obtained through sputtering with a related

power of 75W. The growth was developed by layers, in 5 periods of 10 minutes, and after

that, the film was sintered at 700°C for 60 minutes in an oxygen atmosphere. The sample

was subjected to a higher temperature because in previous samples sintered at 600-650C

there was the presence of precursors (sodium and potassium niobates) of the desired phase.

Based on that, higher temperature or a longer sintering period could be required. In this

case the ITO/glass substrate did not stand the highest temperature and broke. However,

it presents the principal phase of K0.5Na0.5NbO3 as the diffractogram shown in Figure

4.55. The presence of precursors, sodium niobite and potassium niobite, are also notable

as identified in the XRD results. In the diffractogram, the characteristic peaks of the ITO

(In4Sn4O12) can be observed, despite the fact that the deposited film has a considerable

average thickness of 700nm. The penetration range of X-rays is less than the thickness

of the film, however it is visible since the thickness is not homogeneous over the entire

surface [66].
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Figure 4.55: Film obtained after the heating treatment and XRD for KN-

NCu1%mol(1)/ITO/glass deposited in 5 layers for 10 minutes, with a power of 75W,

and sintered at 700°C for 60 minutes.

Through profilometry, it was measured an average thickness of 700nm for the film of

KNNCu1%mol(1)/ITO/glass. Figure 4.56 presents a 3D image of the surface material,

where the film presents a series of waves that are caused by the high temperature at which

the material was sintered, which could affect the precision of the thickness value obtained

previously.
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Figure 4.56: Thickness 3D image for KNNCu1%mol(1)/ITO/glass.

Figure 4.57 shows the P-E loops obtained for KNNCu1%mol(1)/ITO/glass, which

was tested in the range of 1V(1000Hz) to 9V(40Hz). Through the application of double

polarization, a cyclic behavior was obtained, which is more defined in the measurement at

9V for 0.63hHz, with a Pr = −2.46E−31C/cm2 and an Ec = 2.26kV/cm. From this point,

the ferroelectric phase change to resistance, which could be noted in the measurement at

9V for 0.55hHz.

Figure 4.57: Thickness 3D image for KNNCu1%mol(1)/ITO/glass.
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In the Table 4.6 there is a summary of the values of saturation polarization (PS),

remnant polarization (Pr), and coercitive field (Ec) for all of the bulk samples. The

most representative sample are KNN/p- type Si, KNNCu0.5%mol(2)/p- type Si, KN-

NCu1%mol(1)/ITO/quartz, and KNNCu1%mol(1)/ITO/glass, because they have shown

ferroelectric behavior.

Table 4.6: Summary of hysteresis results for thin films samples.

Taking into account the characterization of thin films, it could be seen how for p-

type Si substrates it was obtained a single main phase, while for the rest of substrates

(glass/ITO, quartz/ITO, and Si-Pt coated), secondary phases are obtained. For the fer-

roelectricity measurements, the presence of a ferroelectric behavior was evidenced mainly

in the KNN/p-type Si, KNNCu0.5%(2)/p-type Si, and KNNCu1% mol/ITO/glass sam-

ples. The ferroelectric behavior was obtained through a double polarization, which helped

reorient the electric dipoles. These same samples were characterized by current-voltage

to measure the photoresponse generated under different conditions (dark, visible, and

ultraviolet), and most of them showed a diode behavior with low photocurrent response.
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CHAPTER 5

CONCLUSION

The ceramic bulk K0.5Na0.5NbO3 lead-free system was synthesized via conventional

method. The system was doped with copper in 0.5% and 1%mol and compared with the

pure ferroelectric system KNN. Moreover, there was a variation related to the sintering pro-

cess, verified by XRD, which allow to conclude that long time of sintering is not required

for the obtention of the perovskite structure. This structure with different phases was

found in the three systems (KNN, KNNCu0.5%mol, and KNNCu1%mol) obtained with

different processing conditions (time of sintering and encapsulation conditions). Densifi-

cation characterization by Archimedes method probes that all the bulk samples keep over

90% in relation with the relative density 4.51g/cm3. SEM characterization showed that

the reduction of the time of sintering in bulk reduces the incipient fusion and improves the

formation of grains structure. The main characterization is the ferroelectric test, where the

P-E loops show that the system doped in 0.5%mol has an antiferroelectric behavior, while

the pure system and the system doped in 1%mol keep their ferroelectric behavior. The

temperature dependence was studied by impedance, where the transition temperatures

were obtained around 215°C and 415°C, which are related to the orthorhombic-tetragonal

and tetragonal-cubic transitions respectively. The second temperature was related to the
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Curie temperature, where the material loss its ferroelectric properties and a paraelectric

arrangement is produced in the material.

In the case of thin films, the method used was sputtering with a radiofrequency power.

For the cathodic erosion, the obtention of targets of the systems KNN, KNNCu05%mol,

and KNNCu1%mol was needed. The growth was developed with different powers and

times. The substrates used for the sputtering included ITO/glass, ITO/quartz, silicon Pt

coated, p- type Si. The sintering treatment was carried out for 30 or 60 minutes and in most

cases with an atmosphere of oxygen. The thin films were measured through XRD, and then

characterized those who present the perovskite structure. The principal phase found was

K0.5Na0.5NbO3 with a low presence of secondary phases in some cases. For the followed

characterization, it was needed the deposition of Au contacts to develop the semicon-

ducting and ferroelectric test. The samples of KNN(2)/p-type Si, KNNCu0.5%mol(2)/p-

type Si, KNNCu1%mol/ITO/quartz, and KNNCu1%mol/ITO/glass showed ferroelectric

phase, highlighting the thin films deposited on the p- type Si substrates. Finally, the

ferroelectric films show a low photoresponse effect through the semiconductance charac-

terization.

5.1 Recommendations

To perform scanning of intermediate concentrations of copper doping, where new concen-

trations could be found for the KNN ceramic system, with the objective to find alternative

concentrations that show antiferroelectric phase.

To vary the conditions of cathodic erosion or sintering over p- type Si substrate,

because it shows better results compared with the ITO/glass and Si-Pt coated. In that

sense, the cleaning process process was particularly important because it influences the

obtention of a correct growth.
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To reduce the times of milling and sintering for bulks samples, because the required

phase can be easily obtained and at the same time the incipient fusion is avoided.

Perform sintering, the films obtained through RTA because it is not needed longer

periods of temperature. To characterize through the impedance test the films that resulted

in the ferroelectric phase.

To improve the processing of films, to reduce the secondary phases, an alternative is

to heat the substrate during the growth process in the erosion chamber, or a subsequent

heat treatment in a controlled oxygen atmosphere.

To obtain films with good ferroelectric properties, to polarize the films, establishing

an internal electric field, with which the photogeneration of the hollow electron pair will

be separated obtaining a good photovoltaic effect.
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APPENDIX A

CRYSTALLITE SIZE FWHM ESTIMATION FIGURES

A.1 KNN, KNNCu0.5%mol, and KNNCu1%mol sintered for 1
hour at 1100°C - Encapsulated

Table A.1: Values of 2θ, FWHM, and XS, for the crystallographic reflections at (100),

(110), (200), and (020), for the samples of KNN, KNNCu0.5%mol, and KNNCu1%mol

sintered 1 hour at 1100°C.
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A.2. KNN, KNNCu0.5%mol, and KNNCu1%mol sintered for 3 hours at 1100°C -
Encapsulated Appendix A: Crystallite size FWHM estimation figures

A.2 KNN, KNNCu0.5%mol, and KNNCu1%mol sintered for 3
hours at 1100°C - Encapsulated

Table A.2: Values of 2θ, FWHM, and XS, for the crystallographic reflections at (100),

(110), (200), and (020), for the samples of KNN, KNNCu0.5%mol, and KNNCu1%mol

sintered 3 hours at 1100°C.
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A.3. KNN, KNNCu0.5%mol, and KNNCu1%mol sintered for 4 hours at 1100°C -
Without encapsulation Appendix A: Crystallite size FWHM estimation figures

A.3 KNN, KNNCu0.5%mol, and KNNCu1%mol sintered for 4
hours at 1100°C - Without encapsulation

Table A.3: Values of 2θ, FWHM, and XS, for the crystallographic reflections at (100),

(110), (200), and (020), for the samples of KNN, KNNCu0.5%mol, and KNNCu1%mol

sintered 4 hours at 1100°C.
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APPENDIX B

CRYSTALLITE SIZE PLOTS

B.1 KNN Sintered 1 hour at 1100°C - Encapsulated

Figure B.1: XS estimation for the sample KNN sintered 1 hour at 1100°C - Encapsulated.

98



B.2. KNNCu0.5%mol Sintered 1 hour at 1100°C - EncapsulatedAppendix B: Crystallite Size Plots

B.2 KNNCu0.5%mol Sintered 1 hour at 1100°C - Encapsulated

Figure B.2: XS estimation for the sample KNNCu0.5%mol sintered 1 hour at 1100°C -

Encapsulated.

B.3 KNNCu1%mol Sintered 1 hour at 1100°C - Encapsulated

Figure B.3: XS estimation for the sample KNNCu1%mol sintered 1 hour at 1100°C -

Encapsulated.
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B.4. KNN Sintered 3 hours at 1100°C - Encapsulated Appendix B: Crystallite Size Plots

B.4 KNN Sintered 3 hours at 1100°C - Encapsulated

Figure B.4: Heating ramp for calcination stage, the heating treatment was carried out at

900°C for 4 hours, with a heating rate of 5°C per minute and a cooling rate of 7°C per

minute.

B.5 KNNCu0.5%mol Sintered 3 hours at 1100°C - Encapsulated

Figure B.5: XS estimation for the sample KNNCu0.5%mol sintered 3 hours at 1100°C -

Encapsulated.
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B.6. KNNCu1%mol Sintered 3 hours at 1100°C - EncapsulatedAppendix B: Crystallite Size Plots

B.6 KNNCu1%mol Sintered 3 hours at 1100°C - Encapsulated

Figure B.6: XS estimation for the sample KNNCu1%mol sintered 1 hour at 1100°C -

Encapsulated.

B.7 KNN Sintered 4 hours at 1100°C - Without encapsulation

Figure B.7: XS estimation for the sample KNN sintered 4 hours at 1100°C - Witout

encapsulation.
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B.8. KNNCu0.5%mol Sintered 4 hours at 1100°C - Without encapsulationAppendix B: Crystallite Size Plots

B.8 KNNCu0.5%mol Sintered 4 hours at 1100°C - Without en-
capsulation

Figure B.8: XS estimation for the sample KNNCu0.5%mol sintered 4 hours at 1100°C -

Witout encapsulation.

B.9 KNNCu1%mol Sintered 4 hours at 1100°C - Without en-
capsulation

Figure B.9: XS estimation for the sample KNNCu1%mol sintered 4 hours at 1100°C -

Witout encapsulation.
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