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Preface

I hope that this book, composed as a volume of self-contained research articles, appeals to a
wide readership that is interested in phenomena occurring at the nanoscale in a variety of
seemingly disparate materials systems.

New water treatment technologies are indispensable in the supply of safe water for domes-
tic and industrial needs. Desalination is a method of choice to address the demands of water
consumption. Membrane processes in water purification technologies are versatile and eco-
nomically beneficial for drinking water production, desalination, water reuse, and wastewa-
ter treatments.

In research written by M. Shahbabaei and D. Kim, the authors consider water transport
mechanisms in multilayer nanoporous graphene, which features the asymmetric hourglass
nanopore structure of aquaporin protein water channels that facilitates fast water transport
and results in an improved desalination performance.

Because of the unique capability to tune nanostructure geometry, surface morphology and
charge, nanomaterials are exploited in virtually any kind of sensor devices because of the
ability to tailor the sensing functions. The chemical composition, surface conditions, and
crystal structure of nanomaterials are critical in adjusting transduction mechanisms. In this
book, cost-effective approaches to the fabrication of nanomaterials are represented by the
electrospinning technique, which is explored to prepare electrospun nanostructures. Electro-
spinning is a versatile method that, in addition to polymers, is suitable to synthesize other
materials such as ceramics and carbon in a nanofiber form.

In the following chapter, L. R. Manea and A.-P. Bertea review electrospinning techniques for
producing polymer nanofibers and elucidate a variety of applications of electrospun nano-
fibers in the field of chemiresistive, optical, and other sensors.

In the chapter presented by B. Lucas-Granados, R. Sanchez-Tovar, R. M. Fernandez-Do-
mene, and J. Garcia-Anton we can see research results on novel nanostructured metal oxide
photoanodes synthesized by electrochemical anodization of transition metals under hydro-
dynamic conditions. In electrochemical water splitting, upon illumination, the electric field
generated by the surface band bending of a wide-bandgap n-type semiconductor drives the
minority charge carriers toward the surface to oxidize water and produce electricity. Photo-
electrochemical properties of the metal oxide anodes are discussed pertaining to the nano-
structure peculiarities.

Catalysis is ubiquitous in almost any industrial chemical process and can be utilized to aid
in the reduction of air pollution and generation of energy from hydrogen. The catalysts cur-
rently employed for environmental control are either noble metals or metal oxides, which
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are less expensive and readily processable. In the next chapter, C. Doroftei describes a series
of nanostructured transition metal oxide compounds possessing perovskite structure that is
applicable for catalytic combustion of volatile organic compounds at low and moderate tem-
peratures. The synthesis method of the perovskite metal oxides is the precursor method of
self-combustion with polyvinyl alcohol as a colloidal medium. The author discusses struc-
tural properties, morphology, and chemical composition of as-prepared perovskites in rela-
tion to the catalytic activity.

Authors R. Maric and H. Yu review in their chapter future perspectives of hydrogen as an
energy carrier, classify water electrolysis technologies, and outline challenges in the devel-
opment of membrane and catalyst materials. The oxygen evolution reaction at the anode is
strongly influenced by the chemical properties and surface structure of the nanostructured
catalyst. The study reveals that the co-presence of iridium oxides comprising Ir in III and IV
oxidation states supports a higher oxygen evolution reaction activity due to the presence of
electrophilic oxygen species, which promote the formation of O-O bonds. The size effects of
bimetallic oxides and nanoparticles on the electronic structure of the Ir-based catalysts and
the role of metal support to enhance oxygen evolution reaction activity and the catalyst sta-
bility are outlined.

Light emission and manipulation at the nanoscale is a long-standing research interest of the
interdisciplinary scientific community. Although silicon dominates in present-day electron-
ics, it is a poor emitter of light due to the indirect bandgap.

The following chapter presented by authors T. Takeuchi and Y. Horikoshi shows research
results on the fabrication of amorphous Si/SiO, quantum wells, which incorporate silicon
light-emitting nanocrystals and reports on the optical properties of these nanostructures.
The light-emitting Si/SiO, nanostructures are nanolayers of amorphous Si, SiO,, and Si/SiO,
films grown by means of ultrahigh vacuum radio-frequency magnetron sputtering. The ten-
tative absorption coefficients are evaluated for different thicknesses of silicon layers in
5i/SiO, nanostructures. Quantum confinement effects are found to modify optical properties
of the Si/SiO, nanostructures as inferred from the optical transmittance and reflectance spec-
tra. The rapid-thermal-annealed Si/SiO, multilayer films demonstrate strong photolumines-
cence at ~1.45 eV originating from nanocrystalline silicon. The temperature dependence of
the nanocrystalline luminescence intensity is discussed invoking the Kapoor model.

The last chapter by T. I. Shabatina reviews methods of supramolecular chemistry and cryo-
chemistry applied to the synthesis and morphological and structural investigation of hybrid
nanostructures and nanosized aggregates comprising plasmonic metals and several meso-
genic compounds, which can reveal at certain temperatures different liquid crystalline mes-
ophases—nematics, smectics, and cholesterics. The chapter also considers the directed
formation of metal nanoparticles by applying thermal treatments. New hybrid nanosystems
were characterised by infrared and UV-Vis spectroscopy, transmission electron microscopy,
and selected area electron diffraction.

Finally, I wish to express my sincere gratitude to Ms. Romina Skomersic for support in the
course of preparing this volume.

Yanina Fedorenko
The University of Liverpool, UK
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1. Introduction

Scientific knowledge begins with observation. Scientists use observation to obtain data and
verify theories and hypotheses. The most straightforward method of observation consists in
imaging an object under study. Therefore, microscopy is an integral part of modern research
in natural sciences. Here, I highlight recent innovations of transmission electron microscopy
such as the development of new techniques of sample preparation, application of electron
diffraction to study atomic displacements in disordered materials, determination of local
structural variations in glassy materials, and imaging dopants atoms in quantum dots. The
highlights may interest researchers working on nanoscale phenomena in solid state physics,
technology, materials physics, and engineering.

2. A novel method of sample preparation for transmission electron
microscopy

Improved instrumentation and optics significantly contributed to the development of trans-
mission electron microscopy (TEM) with considerable effort put into innovative techniques
for preparation of samples and introduction of new equipment, which progressed from the
ion-beam polishers to tripod polishing and focused-ion-beam systems. Even though the latter
can damage a specimen, the method is almost universally used for the sample preparation
in electron microscopy. To prevent sputtering damage, a photoresist or a combination of a
photoresist and an inorganic film may be used.

© 2018 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
InteChOpen Commons Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
distribution, and reproduction in any medium, provided the original work is properly cited. [{cc) ExgIN
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The sample geometry for TEM analysis in a majority of studies is the thin-foil. A new tech-
nique of sample preparation has been developed to enable transmission microscopy in most
basic equipment with the use of usual imaging modes [1]. As an example of TEM by speci-
men design, the strain in thin film planar devices has been studied. The strain is one of the
important parameters for understanding nanoscale phenomena in physics because it con-
trols the mechanical and electronic properties of materials. The new measurement technique
of electron microscopy proposes an original design of the specimen geometry to apply the
technique in basic conventional TEM, i.e. by exploiting the moiré imaging phenomenon.
The Moiré patterns are analyzed for the strain, the lattice parameters, orientation, and dis-
tortions. A new method of two-sample preparation is proposed to utilize the properties
of moiré patterns and improve the spatial resolution of strain maps. The method explores
cutting a thin lamella sample into two pieces to provide precise control of parallelism of
the two superimposed surfaces. The misorientation of the two surfaces is only 0.05° that is
smaller by one order of magnitude than typical Bragg angles in the range of 0.3-0.6° and the
zone, which needs to be imaged, is orientated almost in the same direction as the reference
lattice. The spatial resolution of TEM imaging obtained by applying this sample preparation
procedure is about one nanometer that is achieved by controlling rotations of the samples
during preparation.

3. Disordered materials studied by electron transmission microscopy

The atoms vibrate in the matter at room temperature. The effect of vibrations is observ-
able from diffraction patterns of electron microscopy. Vibrating atoms introduce a dif-
fuse background of low intensity superimposed with the diffraction peaks. Without the
thermal diffuse scattering (TDS) diffraction angles of stationary atoms would give a set
of discrete lines. Electrons, as well as x-rays and neutrons, are characterized by a wave-
length, which is dependent on an accelerating voltage applied between the cathode and
the anode. A typical wavelength of an electron in a TEM instrument is 0.04-0.02 A, i.e. by
a few orders of magnitude smaller than the wavelength of x-rays. Therefore, much smaller
Bragg angles can be achieved that enables crystalline order to be studied with higher preci-
sion. Also, x-ray analysis requires rotation of a sample, whereas electron diffraction does
not. A range of disordered lattices can be studied by using electron transmission micros-
copy — flexible framework structures, disordered solid solutions, stacking fault structures,
and materials susceptible to structural instabilities such as novel perovskite metal-halide
semiconductors.

Diffuse scattering has been studied in the molecular crystals, which experience large molecu-
lar displacements as a result of thermal molecular vibrations [2]. The dynamic disorder in
molecular systems contributes to fluctuations of the transfer integrals, i.e. to charge carrier
transport in disordered molecular solids and the energy distribution of transport sites. The
lattice vibrational modes of a range of organic semiconductors have been studied from elec-
tron diffraction patterns in TEM. The research illuminates the interrelation of thermal lattice
fluctuations and molecular structure of organic semiconductors.
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4. Spatial heterogeneity in metallic glasses studied by high-angle
annular dark field microscopy

Glasses have been considered as liquids frozen by quenching of high-temperature melts.
Metal glasses are hard to prepare because compared to organic materials and silicates met-
als readily crystallize during solidification that introduces heterogeneities in the amorphous
materials structure. The heterogeneous nature of metal glasses has long escaped an experi-
mental evidence since nanoscale crystal-like aggregates in amorphous solids appear at a very
short length scale, which is not detectable by high-resolution electron diffraction methods.

To reveal crystal-like aggregates at nano-scale and study the local atomic structure of spa-
tial heterogeneous metallic glasses, researchers use advanced experimental methods of
angstrom-beam electron diffraction (ABED) and aberration-corrected scanning transmission
electron microscopy (STEM) [3]. The crystalline phase is detected by the technique of high-
angle annular dark field (HAADF) imaging in STEM. In HAADF, the scattering angles are
large and incoherent thermal diffuse scattering surpasses the coherent Bragg scattering. Being
sensitive to the atomic numbers, HAADF provides contrast images of compositional non-
uniformities in materials. The structurally different regions in the metallic glass are observed
as dark and bright areas in HAADF STEM images and analyzed by using ABED to detect
the local atomic configurations. The structural variations within the glassy material result in
spatial heterogeneity of metallic glasses that manifest itself in a fluctuation of density occur-
ring without fluctuation of chemical composition. The structural heterogeneity has important
implications in glass science and technology because many of the material properties such as
the glass-forming ability and the elastic behavior are structurally dependent.

5. Ultra-thin graphene oxide support film for TEM observations of
core-shell nanocrystals

Over the last five decades, SiO, has been intensively studied as the basic ingredient in
field-effect transistors, silicon photovoltaics, and nanoscale light-emitting sources. Metal-
oxide-semiconductor technology is dominating for very large scale integration applications,
enabling smaller dimensions, a faster switching speed, and a lower power dissipation. Ability
to control the oxide thickness with an angstrom precision facilitates the fabrication of ultra-
small devices operating at a higher drive current. Despite the successful implementation
of planar SiO,/Si nanostructures in transistors, the device application of Si nanocrystals in
electronic and optoelectronic devices is still hindered due to low carrier concentration and
low charge carrier mobility. Although the optical and electronic properties of silicon nano-
structures are remarkably dependent on the modification of the defect ensemble at the Si
nanocrystal-5iO, interface, direct imaging of the amorphous structure surrounding silicon
nanocrystals has been found difficult due to the insufficient contrast of electron microscopy.
The use of atomically thin graphene oxide supports in electron microscopy of colloidal sili-
con quantum dots reveals the amorphous structure of the surrounding core with the core



4 Nanostructures in Energy Generation, Transmission and Storage

thickness being affected by the concentration of doping atoms [4]. The insufficient doping
might stem from the aggregation of the dopant and the silicon atoms in a partially oxidized
amorphous shell, which forms on the top of a crystalline silicon core.
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Abstract

As the solid-state nanochannels are hourglass-shaped as opposed to having a straight
structure, little effort has been made on the transport phenomena across aquaporin-mim-
icking ultra-fine pores. Moreover, to the best of the authors” knowledge, the existing studies
on the water transportation through hourglass-shaped pore structures are limited to the
symmetric geometries. In order to benefit from the advantage of combining the properties
of nanoporous graphene and the unique structure of the aquaporin water channels, this
chapter aims to study designing a highly effective permeable membrane for water trans-
portation through nanopores with hourglass shape in multilayer structure using molecular
dynamics (MD) simulation. Keeping the layer separation constant at 6 A, we intend to
examine the geometry effect on the pressure-induced transport of water molecules through
hourglass-shaped nanopores. Three models of hourglass-shaped nanopores are selected: a
symmetric structure a = 0 and asymmetric structure of a =1/3 and a =-1/3. Our MD find-
ings indicate that the permeability of water molecules highly increases across hourglass-
shaped pores with an asymmetric structure of & = 1/3 because of the increased number of
hydrogen bonds resulting from the length effect. Thus, we can conclude that an hourglass-
shaped pore with a proper design can remarkably improve the rate of water transportation.

Keywords: water transport, aquaporin water channel, hourglass-shaped pore, molecular
dynamics simulation

1. Introduction

The growing demand for water in everyday human activities makes producing fresh water
a great challenge. Using membrane separation technology in the areas of water treatment is
widely implemented. Producing portable water from existing resources such as surface water,

© 2018 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
InteChOpen Commons Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
distribution, and reproduction in any medium, provided the original work is properly cited. [{cc) ExgINEN
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seawater, brackish water, or groundwater can be done by using membrane processes. The mem-
brane acts as a barrier with which two phases are separated, and transport of different chemi-
cal species are restricted selectively. It is basically referred to as a thin layer which separates
materials depending on their chemical/physical properties when an external force (e.g., gra-
dient pressure, electrical force, etc.) is applied across the membrane. Nanoporous graphene
has gained great attention as promising membrane material for RO desalination because of its
exceptional properties such as being mechanically strong, chemically robust, and extremely thin.
Furthermore, using graphene —with such an extremely thin thickness—in desalination plants
can remarkably yield higher water fluxes with significant reduction in the operating costs, for
example, cost in terms of energy and cost in terms of capital and infrastructure requirements [1].
Considering the graphene-based membrane as highly selective and permeable, the generation
of pore with various pore shape and size can be achieved in graphene by using electron beam
irradiation [2]. Recent studies in both theory and experiment revealed that graphene [3-8] and
graphene oxide [9, 10] were highly selective and permeable and could be used as filtration mem-
branes. Though single-layer graphene has demonstrated to be a promising candidate as areverse
osmosis membrane, synthesizing multilayer graphene is economically affordable [11-14].
Considering parameters including pore size and chemistry, a wide range of studies have con-
sidered transport phenomena through single-layer graphene. However, less effort has been
made on transport properties through nanoporous multilayer graphene. Experimentally, the
studies on graphene oxide have revealed that constructing carbon-based material in molec-
ular-scale porous structure could be achieved with tuned pore sizes and interlayer spacing
[15-18]. A better selectivity and higher permeability for artificial membranes could be achieved
mimicking bio-inspired membranes such as aquaporins. Aquaporins are pore-forming pro-
teins and ubiquitous in living cells, which provide fast water transportation in a selective man-
ner resulting from their unique structure of hourglass shape [19]. Recent study [20] showed
that the desalination performance could be significantly improved incorporating the proper-
ties of aquaporin water channel into desalination membranes. Revealing an hourglass-shaped
structure for the solid-state pores [21], transport phenomena pores in hourglass-shaped struc-
ture is not fully understood. Although the existing studies on water transportation proper-
ties across hourglass-shaped pore systems are limited to the symmetrical structures, to the
best of our knowledge [22-24], further molecular-level studies on the transport phenomena
across asymmetrical geometries are still needed [25-27]. The water transportation phenom-
ena in confined environments (e.g., nanochannels), where the critical dimension can be a
few molecular diameters, differ from macroscopic scales which explains the transport phe-
nomena based on continuum theories (e.g., Navier-Stokes equations). Accordingly, a much-
needed molecular-level understanding of the water transportation phenomena at the nanoscale
is necessary. Molecular dynamics (MD) has become a powerful tool for investigating the
effects of confinement on fluid properties and calculating phenomenological transport coef-
ficients for use in multi-scale fluid flow models. A significant effort has been devoted, often
with the help of MD simulation, to understand the water transportation properties in carbon
nanotubes (CNTs) and graphene [28-31]. Several researchers have shown a freezing state for
water confined in CNTs at low temperature and the appearance of ice phases stabilizing by
confinement [32, 33]. Using MD simulations, Koga and colleagues [32] showed that water
molecules inside CNTs with diameters varying from 11 to 14 A indicate phase transitions
with applied pressure of 50-550 MPa. Experimentally, Kolesnikov and colleagues [33]
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observed a combination of water-chain and ice-shell structure for water molecules confined in
CNTs having a liquid phase state even at low temperature. The appearance of single-layer and
bi-layer ice structures were also disclosed for water molecules confining in between graphene
slits under applied pressure [34, 35]. Another study revealed that water confined in graphene
slits freezes at ambient temperature while no pressure is applied [36]. Chakraborty and col-
leagues [37] have shown a diversity of results on the structure, dynamics, and thermodynamics
of confined water molecules in CNTs and graphene oxide sheets. They found the appearance of
the single-file ordered structure for water molecules confined in narrow CNTs and the appear-
ance of the n-gonal ice structure in larger CNTs. Their findings also revealed the appearance
of two-dimensional ordered structures for water molecules confined in slit-pore geometries.
Considering the graphene properties combining with aquaporin water channel structure, this
study aims to design an optimal and effective permeable membrane for water transportation
across hourglass-shaped pores in multilayer nanoporous graphene using MD technique.

2. Simulation setup

Molecular dynamics (MD) is used to investigate the transport of water molecules across hour-
glass-shaped nanopores in nanoporous multilayer graphene. The schematic of the simulation
models are given in Figure 1. Three pore models of hourglass shape of asymmetric (ot = 1/3
and a = -1/3) and symmetric (a = 0) are chosen. Seven layers of graphene (31.9 x 34.3 A
with a constant interlayer separation of d = 6 A with total length of 36 A is represented as
the multilayer structure. Considering the single-file water arrangement across the narrow-
est part and a bulk structure of water molecules in the largest segments, we considered being
the narrowest (a) and the largest diameters (D) of hourglass-shaped structure in 4 and 7 A,
respectively, embedding in a periodic box of over 2000 SPC/E water molecules. To generate
the pore in graphene layers, we removed adjacent carbon atoms in the center and considered
the pores with no sharp edges (for more information, see Ref. [12]). To generate water flow
in the models, we applied the pressure difference along —z direction across a=1/3, a =-1/3, and
o =0 systems. A pressure-induced flow, AP =nf/A (denoting n and A as the number of water
molecules and the membrane surface area, respectively), is achieved by applying a constant
force, f, on water molecules inside the reservoir [38]. All the simulations are performed using
large-scale atomic/molecular massively parallel simulator (LAMMPS) simulation package [39],
implementing the constant number (N), volume (V), and energy (E) (NVE) ensemble with dissi-
pative particle dynamic (DPD) thermostat [40] aiming at maintaining the temperature constant
at 300 K. We have chosen a time step of 0.5 fs in order for ensuring that water molecules between
the bulk region and layers are accurately simulated. Considering a periodic boundary condi-
tion in three directions, a cutoff radius of 10 A is selected for the Lennard-Jones (L]) potentials.
To reduce the computational cost, we have considered the carbon atoms of the graphene to
be frozen. We have modeled only the interaction between water molecules (oxygen) and the
graphene (C) by using the Lennard-Jones parameters as o,—, =3.169 A, €,—,=0.1515 kcal/mol,
05— =3.190 A, and €,— = 0.0956 kcal/mol. Using the Ewald summation method [41] for the
coulomb interactions, the SHAKE algorithm is applied to hold the water molecules rigid [42].
Conducting more than 15 ns, MD runs for every three cases (o =1/3, o =-1/3, and ot = 0), the last
12 ns trajectory was considered for data analysis.
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D D
AP
a
D
a=1/3 a=10 a=-1/3

Figure 1. Schematic diagram of the asymmetric (a =1/3 and a = -1/3) and symmetric (« = 0) hourglass-shaped nanopore
in multilayer structure with a constant interlayer spacing of d = 6 A. The hourglass-shaped pores with a total length of
36 A, the largest diameter D =7 A, and the narrowest diameter a =4 A are considered as the pore models. A pressure
difference is applied along -z direction to drive water flow.

3. Results and discussion

In our simulations, we applied the pressure difference, AP, ranging from 365 to 635 MPa across
the multilayer nanopore systems. Three pore models of a = 1/3, a = -1/3, and a = 0 with the
long, short, and equal entrance lengths are considered. Figure 2a shows the average number of
water occupancy with the applied pressures inside each of the three models. The water occu-
pancy is calculated by counting the number of water molecules, which could diffuse through
the 36-A-long multilayer systems during the simulations. It has been found that the average
water occupancy in the case of ot =1/3 is higher than that of aa =-1/3, and a =0 systems. Since the
pore volume increases, at ¢ = 1/3, for example, the influx of water molecules could be encour-
aged stemming from an increased cone length. Though a significant variation of the number
of water occupancy in relevance to applied pressure is found in o =-1/3 model, generally, the



Molecular Simulation Study of Water Transport through Aquaporin-Inspired Pore Geometry 9
http://dx.doi.org/10.5772/intechopen.77394

1,000 T T T ) T 50 T ] T T T -
[ O |
g [ i
g 00} W~ wl
-4 L [ - 4
a ! D‘c‘/j‘_”_—u Lrp) L
g 800 ‘ -E 30 |
= - 01 ~ -
gt - 5
z i []____E.ﬁ“'f = )
g 700f —0-e=13 20| - 1
id*: L —— g=0 0 e=173
i a -] - ] a=0 .
C o (a) O g=1/2 0 s
ﬁ{mh...l ' P AT AT IPETEEr | M 1ﬂ-...||...].|i.||..| L | il
350 400 450 300 330 60D 630 350 400 450 500 5350 GO0 650
AP(MPa) AP(MPa)

Figure 2. (a) Average water occupancy inside the pore systems and (b) value of water flux through the pore models
shown as a function of the pressure difference.

value of water occupancy inside the pores is more affected by the pore structure compared to
the applied pressure (e.g., a =1/3>a=0>a=-1/3). The number of water flux is calculated by
counting the number of water molecules that cross the pore thoroughly, as shown in Figure 2b.
Qualitatively, the results indicate that the water flux increases linearly with applied pressure,
which is consistent with the recent study [4]. Moreover, the MD results show that the num-
ber of water flux is higher in the case of a = 1/3 compared to a = 0 and a = —1/3 systems.
Interestingly, the symmetric hourglass-shaped pore (a = 0) shows a lower flux of water mole-
cule compared to the asymmetric pore structure (e.g., o = 1/3), which attributes to the entrance
effects. Therefore, it is understood that the entrance effects have a significant contribution to
flux variation inside pores with the structure of hourglass shapes. The permeability of water
molecules through pores in hourglass shape is significantly restricted due to the energy barri-
ers at the entrances. In case of a = 1/3 for example, a large amount of water molecules entering
the long cone can contribute to reduce the energy barriers caused by the narrowest section
of pore (of which accommodates water molecules only in single-file configuration), resulting
from the increase in the number of hydrogen bonds. It is also inferred that the decrease in the
cone angle would enhance the permeability of water molecules across hourglass-shaped pores
in a multilayer structure (indeed, this implication very recently discussed for the permeability
of water molecules in solid-state nanochannels of hourglass shape [22]). To assess the transport
capacity of a membrane, one could calculate an important parameter named osmotic perme-
ability. By drawing a best-fit slope through flux versus applied pressures, the osmotic perme-
ability of a membrane can be achieved as shown in Figure 2b. In agreement with the results
reported for flux, the corresponding magnitudes are (4 + 1) x 10, (7.52 £ 9.76) x 107", and (2.3
37+4.33) x 10" cm?® Pa™ 57" for the pore systems of a =1/3, a =0, and a =-1/3, respectively. It is
also inferred that achieving high permeability of water molecules across the pore of hourglass
shape would strongly depend on the structure of the pore. Therefore, a design of hourglass-
shaped pore with which adsorbs bulk water molecules can be a promising geometry aimed
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Figure 3. Density of water molecules along the axial direction of the layer with the narrowest diameter of the pore inside
a=1/3 and a =-1/3. The inset shows the layer with the narrowest pore (dashed line).

at obtaining high permeability. Within this context, the water molecules in bulk-like manner
contribute to remarkably reduce the energy barriers inside the pores because of the size effects.
Next, we investigate the viscosity dissipation inside asymmetric pore systems at the smallest
section of the pores. Very recently, a numerical study [22] has shown that the entrance effects
(defined as viscous dissipation) would dramatically restrict the water permeability inside
solid-state pores of hourglass shape. Basically, the molecules of water confined in graphene
nanopores show different viscosity compared to the carbon nanotubes (CNTs). Considering
a similar characteristic of pore size, a recent study has shown that the molecules of water
confining in a graphene pore pose higher viscosity compared to the water molecules confin-
ing in CNTs. Increasing the pore diameter leads to the increase in the viscosity of confined
water molecules in CNTs approaching the bulk viscosity [29, 43]. In graphene nanopores, the
viscosity of water molecules increases, while decreasing the pore diameter in accordance with
the structure of water molecules [38]. The structure of water molecules along the flow direc-
tion inside graphene nanopores shows different behavior compared to CNTs’ nanochannels.
Recent MD study [44] has shown that the viscosity of water molecules across graphene nano-
pore is linearly increased in accordance to the layering effect. In fact, the viscosity of water
molecules through graphene nanopores is in relation to the layering effect of water molecules.
Through the density distribution, one can obtain the water layering effect along the flow direc-
tion in the graphene system. Here, we measured the water layering factor as (0, —0,,)/0, .
to quantify the water layering effect inside only the asymmetric pore structures, noting that
omax and @_. are the maximum and minimum density numbers in the vicinity of the layer
with the narrowest pore diameter, respectively, as shown in Figure 3. The g, , is estimated to
be in the range of bulk fluid densities reported, 0.80,—,> <0, , <1.10,—,7[45]. When a =-1/3,
the density profile near the layer with the smallest pore diameter shows greater distribution
compared to o = 1/3, suggesting a significant effect of water layering inside o = ~1/3. Within
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Figure 4. Probability distribution of dipole orientation of water molecules inside the (a) a =1/3 and (b) a =-1/3 systems,
and (c) dipole orientation of water molecules in relation to time inside these two pore systems.

this context, the water layering effect increases the viscosity of water molecules while crossing
the smallest diameter in single-file arrangement. Accordingly, a significant reduction in the

local permeability inside a = -1/3 is expected.

Furthermore, in case of o = 1/3, large amount of water molecules (bulk-like) approaching the
narrowest diameter of the pore should contribute to diminish highly the water viscosity of
single-file configuration because of the increase in hydrogen bonds. Although the dipole ori-
entation of water molecules inside CNTs maintains oversimulation time, in graphene nano-
pores, the dipole orientation of water molecules is frequently flipped [46]. Here, we intend to
show how dipole orientation of water molecules may behave across pores in multilayer sys-
tem. Taking into account all the water molecules inside pores, the averaged dipole orientation
was estimated by computing the angle between water dipole and the axial direction (perpen-
dicular to the surface of the multilayer). Figure 4a and b shows the profiles of the averaged
dipole orientation of water molecules inside asymmetric pores o = 1/3 and a = -1/3, respec-
tively. Over 4000 calculated values are used to plot the average dipole orientation of water
molecules inside asymmetric structures (a = 1/3 and a = -1/3). In case of a = 1/3, the average
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dipole orientation fell into two range groups of 149-153° and 158-162°, while in the case of
o =-1/3, the value of average dipole orientation fell only in the range of 44-47°. This implies
a degree of water molecule ordering inside the pore in the case of a = 1/3, which enhances
the formation of hydrogen bonds between water molecules. Moreover, the variation of the
dipole orientation tends to strengthen the water-water interaction resulting in higher hydro-
gen bonds. This is responsible for fast transport of water molecules in monolayer graphene
[13]. We believe that this implication could be also valid in multilayer graphene systems.

Although, the average dipole orientation inside ot = 1/3 and a = —1/3 systems is only flipped
during the course of few picoseconds, it maintains for whole the simulation time showing
a higher magnitude of dipole inside a = 1/3, as given in Figure 4c. At constant layer spacing
(d = 6 A), the obtained results show that the dipole orientation of water molecules inside the
multilayer graphene membrane is different from that across single-layer graphene, in which
the dipole orientation has frequently flipped. This implies that every single layer in multilayer
system provides the energy barrier which allows the water molecules to freely flip. It would
be expected that by increasing the layer spacing up to several angstroms, this phenomenon
changes. The fluctuation of free energy occupancy in relation to the number of water molecules
across asymmetric pores is given in Figure 5a and b. We computed the free energy using the
equation, G(N) = -Ln[P(N)]/b, where P(N) is the probability of finding the exact N molecules
of water in the system, b = (k,T)™, K, and T stand for the Boltzmann constant and temperature,
respectively. Ranging from 896 to 926 water molecules, the most probable of water molecules
is being with 904 molecules inside a = 1/3. However, considering 722-756 water molecules
inside a =-1/3, the 728 is the most probable. In comparison to a =-1/3, the water molecules are
increasingly accommodated inside ot = 1/3 because of the strong interplay between molecules,
which results in forming the stabilized chain of water molecules. In comparison to a = -1/3,
a wider distribution of probability with higher number of water molecules are found inside
a=1/3. As aresult, a high rate of water conductivity can be found inside fully filled asymmetric
model of a =1/3. In addition, the probability of existence of higher numbers of water molecules
is scarcely observed inside a = —1/3 due to the strong water-wall interplay.

The free energy of occupancy in relation to the hydrogen bonds number is given in Figure 5c.
The hydrogen bond was calculated in accordance to the method reported in Ref. [47]. As the
figure shows, the average number of hydrogen bonds varies from 1.48 to 1.61 inside a = -1/3,
whereas it ranges from 1.56 to 1.73 for the case of a = 1/3. Then, a wider distribution for prob-
ability of formation of higher numbers of hydrogen bonds inside a = 1/3 suggests an enhance-
ment in the water density distribution. In other word, the establishment of the stable chains of
water molecules inside a = 1/3 can support formation of the long-lasting network of hydrogen
bonds which is significantly contributed to achieving higher flux. Radial distribution function
(RDF) is an important parameter to analyze the structure of molecules in confined environ-
ments. Figure 6a depicts the profile of the RDFs between the water molecules (oxygen atoms)
inside asymmetric pore models. A rapid decay for the RDFs can be seen inside both pore mod-
els of a =1/3 and a = -1/3. According to the high magnitudes of the RDFs at low interatomic
distances, the formation of solid clustering between water molecules inside a =1/3 is predicted,
which triggers potential reduction in the energy barrier caused by the vacant spaces between



Molecular Simulation Study of Water Transport through Aquaporin-Inspired Pore Geometry
http://dx.doi.org/10.5772/intechopen.77394

molecules, as shown in Figure 6b. Furthermore, these results of the RDF are in agreement with
the results of the free energy fluctuations. The transport mechanism of molecules in confined
spaces could be monitored by using the potential mean force (PMF). Using the RDF which
illustrates how density varies as a function of distance from a reference particle, one can calcu-
late the PMF since the density would be a key index to explain probability [48]. Figure 6b
illustrates the profiles of the potential mean forces (PMFs) for water molecules inside a = 1/3
and o =-1/3 pore systems. Because there is a weak interaction between the molecules of water
inside ot = —1/3 pore model, a large energy barrier caused by vacant spaces between the mole-
cules of water is understood. We believe that the large energy barrier could be attributed to the
increased viscosity caused by the pore size at the smallest section, which dramatically reduces
the passage of molecules of water. Encouraging the water molecules in bulk structure to get
through the pore of a = 1/3, they can significantly contribute overcoming the energy barrier.
Therefore, water molecules with a tight hydrogen bonding network can pass the smallest sec-
tion of the pore, which contributes strongly improving the entire passage of molecules of water
across the pore. To further understand the mechanism of water transportation in confined
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Figure 5. Free energy of occupancy as a function of the number of water molecules inside the (a) a =1/3 and (b) a =-1/3
systems, and (c) free energy of occupancy as a function of the number of hydrogen bonds inside these two pore models.
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geometries, an important parameter known as diffusion coefficient can be used. We computed
the axial diffusion coefficient by calculating the mean square displacement (MSD), as given in
Ref. [49]. The diffusion rate is dependent on density because it stems from the collision between
molecules and the interplay between molecules and the pore surface [50]. The axial diffusion
coefficient of water molecules in the —z coordinate of the symmetric and asymmetric pore sys-
tems is given in Figure 7a. The figure shows that the axial diffusion coefficient decreases with
applied pressure inside a = 1/3; however, it is increased inside a = —1/3 and ot = 0 pore systems
indicating a larger slope for diffusion inside ot = -1/3. It can be found that the increase in the
density with applied pressure could be the responsible for the increase in the diffusion coeffi-
cient of water molecules inside ot =-1/3 and a =0 pore models. Looking at the low density states
(in relation to low applied pressures), we believe that the water layering would be extremely
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small and the water molecules confined in between the layers would provide very limited
spaces for molecules to move due to the strong interaction between water layer surfaces.
Considering states with higher densities, the large number of hydrogen bonds would contrib-
ute to form the larger clusters yielding larger movement. In case of a = 1/3 pore, by increasing
the applied pressure, the diffusion coefficient decreases. We believe that the water density does
not have a significant effect on the mechanism of diffusion across a=1/3 pore, as can be realized
through the result reported for the water occupancy (see Figure 2a). The decreased diffusion
coefficient with applied pressure could be ascribed to the formation of stabilized hydrogen
bonding networks resulting from weak interaction between water layer surfaces. In compari-
son with oo=0and a=1/3 pore systems, a sharp slope for diffusion coefficient is observed inside
o =-1/3 which suggests a density-dependent effect. Since the applied pressure increases, a col-
lective diffusion mechanism can be understood inside ot = 1/3 because of the formation of the
stabilized hydrogen bonding networks. A discreet mechanism for filling behavior of water
molecules with applied pressure can be realized across ot =-1/3 and a = 0 systems due to exis-
tence of the large energy barrier. At the overlap pressure (444 MPa), the similar magnitudes for
the diffusion coefficient of water molecules inside each of the three pore systems are obtained.
The average residence time of water molecules inside a = 1/3 system as a function of the pres-
sure difference is given in Figure 7b. Considering a molecule entering from one side and leav-
ing the pore from the other side, one can calculate the residence timet =t -t . In Figure 7b,
we can see that the residence time inside a = 1/3 shows a negligible variation when the applied
pressure increases from 365 to 444 MPa, whereas it highly decreases while the applied pressure
increases from 444 to 635 MPa which suggests the complete passage of a molecule across the
pore in a short course of simulation time. Accordingly, it is inferred that the time residence is
dependent on the applied pressure. Since the applied pressure increases, water molecules in
bulk structure are encouraged to the cone and exit the pore in a fast behavior. This suggests that
the structure of the pore has less contribution to the movement of water molecules. The profiles
of the axial and total velocities of water molecules inside pores are shown in Figure 8a and b as
the function of applied pressure. By increasing the applied pressure, the axial velocity of water
molecules is strongly increased inside a = 1/3, whereas a slight increase is found for the axial
velocity inside a = 0 system. In case of a =-1/3, the increase in the applied pressure results in
the reduction in the axial velocity inside the pore. It can be found that by increasing the applied
pressure, the occupancy number of water molecules inside a = -1/3 is increased. Due to the
strong interaction between water layer surfaces it should be difficult for the large displacement
of water molecules across the pore model of a = -1/3, which results in producing low axial
velocity. In addition, the figure describes high speed of transport of water molecules with
applied pressure across a =1/3 and a = 0 systems because of the weak interaction of water layer
surfaces and the strong water—water interaction. Accordingly, the formation of tight hydrogen
bonding networks is being expected inside a = 1/3 and o = 0 pores. It is realized that the pore
structure plays a dramatic role on the transport phenomena across pores in hourglass structure.
Figure 8b indicates the profile of the total velocities of water molecules in relation to applied
pressure inside each of the three pore models. Generally, the total velocity (Vx + Vy + Vz) is
higher inside ot = -1/3 compared to ot = 1/3 and a = 0 systems. At applied pressure of 365 MPa,
our simulation results show the same value for the total velocity inside symmetric and asym-
metric pore systems. It is understood that at given applied pressure, the velocity in the x and y
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Figure 8. (a) Axial velocity and (b) total velocity of water molecules across a =1/3, a =0, and a = -1/3 systems.

directions has a significant impact on total velocity inside a = —1/3 model compared to a = 1/3
and o = 0 structures. The results reported in Figure 8a and b together suggest that the contribu-
tion of velocity in the z direction (Vz) should indicate the permeation ability in our simulation
models, though a negligible effect of the velocities in x and y directions on the transport mecha-
nism could be understood.

4. Concluding remarks

Graphene with one-atom thickness of sp? carbon atoms organizing a honeycomb structure possess
an excellent mechanical strength, supreme electrical and thermal conductivity, and other amazing
properties. Lately, the application of nanoporous graphene in desalination and water purification
processes has been greatly increased. Using experimental techniques [51-54], one can generate
nano-/micro-scale pores of various diameters and shapes on graphene sheets. Considering the
properties of nanoporous graphene and taking advantage of aquaporin water channel structure,
this computer simulation study aims to design an optimal and effective permeable membrane for
water transportation across hourglass-shaped pores in multilayer nanoporous graphene.

In this study, by conducting MD simulations, we investigated the mechanism of water transpor-
tation across hourglass-shaped nanopores in symmetric and asymmetric structures constructed
by multilayer nanoporous graphene. Considering a constant interlayer spacing of 6 A, we par-
ticularly focused on the applied pressure effects on the transport properties through symmetric
(a=0) and asymmetric (a =1/3 and a =-1/3) pores with hourglass shape in multilayer graphene.
The results show a higher occupancy of water molecules in relation to applied pressure inside
a=1/3 compared to aa =-0 and a =-1/3. In case of a =1/3, because of the increase in the volume
of the pore (the increase in the cone length), the flow of molecules of water is fostered. Then,
the occupancy of water molecules inside the pore with hourglass shape is geometry dependent
compared to pressure effect. The number of flux of water increases linearly as a function of
applied pressure inside the pores, suggesting higher flux inside a = 1/3 pore. In comparison
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with a = -1/3, the water molecules crossing the smallest pore diameter inside a = -1/3 system
have shown a larger layering effect which strongly reduce the water transport rate. The findings
revealed that the asymmetric model of o = 1/3 is able to transfer a larger number of fluxes in
comparison to the symmetric pore of hourglass shape (a =0). This could be ascribed to the small
viscosity in relation to small water layering which comes from the length effects. It is also under-
stood a proportionality between the permeability and the pore structure with a higher value
for the case of a = 1/3. In comparison with a = -1/3, the MD trajectory indicated that the dipole
orientation is widely distributed inside a = 1/3, falling in the ranges of 149-153° and 158-162°.
Basically, a large distribution of dipole orientation triggers the fast flow of water inside the pore.
It can be seen that the diffusion coefficient decreases with the pressure difference inside o =1/3
pore because of the strong clustering of water molecules. A collective and discreet diffusion
mode is being inferred for transport mechanisms inside a = 1/3 and a = -1/3 systems, respec-
tively. Finally, our MD results described that the contribution of the velocity perpendicular to
the layers (z-axis) exposes the influx ability of molecules of water inside the pores.
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Abstract

Nanotechnology exerts a significant influence on materials science, providing new
insights into the design of functional materials. One of the most studied areas of nano-
technologies is that of nanofibres, characterised by high specific volume, chemical activ-
ity and volume-dependent physical processes. The most promising method of producing
nanofibres with various morphologies and functionalities from different materials is
electrospinning, where high voltage is applied between the spinneret and the collector to
the charged polymer solution (or melt) to draw polymer filaments. This chapter reviews
the main electrospinning techniques for producing nanofibres from polymers, provides
an overview on the influence of the spinning solution characteristics, the process param-
eters and the working environment on the process and highlights the many applications
of electrospun nanofibres in the field of sensors. Latest advances in this field and the
prospects for obtaining new electrospun nanofibre sensors are discussed.

Keywords: nanostructures, electrospinning, electrospun polymers, electrospinning
techniques, sensors

1. Introduction

According to the definition adopted by the National Nanotechnology Initiative, nanotechnol-
ogy is the manipulation of matter with at least one dimension in the range of 1-100 nano-
metres [1]. At the moment nanotechnology, an interdisciplinary field having confluence of
physics, chemistry and engineering [2] is one of the most attractive areas of science [3], with
applications in various domains, which radically effected progress in the field of material
science [4]. Nanofibre technology, which comprises the synthesis, processing, fabrication and
application of nanoscale fibres [5], is one of the main progressions in nanotechnology [6].

© 2018 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
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2. Electrospinning: principles and main techniques

Among the technologies that can be used to obtain nanofibres (phase separation, template
synthesis, self-assembly, melt blowing) [7], electrospinning is one of the most promising tech-
nologies, being commonly used for producing nanosize filaments from both organic poly-
mers and inorganic materials [8], as it is uncomplicated, versatile and capable of producing
controlled size fibres with high surface to volume ratio, hence more capable to interrelate
with the surrounding environment. In addition, the electrospun nanofibre structures are
characterised by complex three-dimensional open porous assembly, facilitating even more
the interactions with the adjacent environment. The fact that nanofibres have only one dimen-
sion at nanoscale, since the others are at macroscopic one, makes it possible to mingle the
advantages of nanostructures (high chemical and biological reactivity and electroactivity)
with those of conventional solid membranes, such as comfortable manipulation and easy
applicability.

A polymer solution or melt can be electrospun if it is able to carry an electric charge and has
enough viscosity to be strained without breaking up into droplets. Up to now, more than 200
types of materials have been electrospun into nanofibres, among which natural and synthetic
polymers and many hybrid blends [6].

The principle of electrospinning is quite simple: by applying high voltages electrostatic field
(e.g. 10-50 kV) to a polymer solution or a polymer melt, the surface of the fluid elongates and
first forms a conical shape, known as the Taylor cone. Then, when the electric voltage reaches
a threshold value, the jet of charged liquid overcomes the surface tension, leaves the Taylor
cone and is drawn to the collector of different potential, forming a nanofibre net [9].

In addition to the classic electrospinning process, many variants have been developed,
capable of producing nanofibres with special features: core/sheath nanofibres [10], nanofibres
with hollow structures, nanofibres with porous structures [11] and necklace-like and ribbon
nanofibres [12].

The elementary electrospinning setup has four parts: a reservoir of polymer in melt or solu-
tion form, a spinneret (in the simplest cases, a syringe), the high voltage power supply and the
collector, which acts as a counter electrode (Figure 1).

Developments in electrospinning technology have made it possible to electrospin, besides poly-
mers, polymers loaded with nanoparticles and functional molecules, ceramic materials and
metal oxides. In addition, there have been developed fibres with new special structures [13].

2.1. Factors that influence the properties of 3D nanostructures obtained by
electrospinning

In addition to this basic setup showed in Figure 1, there are relatively many other approaches
to the process, but in all cases the electrospinning process is influenced by the following three
categories of factors: the particularities of the spinning polymer solution/melt, the parameters
of the electrospinning process and the environment factors.
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Figure 1. Typical solution electrospinning setup.

2.1.1. Polymer solution characteristics that influence the solution electrospinning process

The main characteristics of the polymer solution with a significant role in the result obtained
after electrospinning are concentration, viscosity, conductivity, superficial tension and the
volatility characteristics of the solvent.

The solution viscosity is considered to be the dominant variable that determines the fibre
diameter. To make electrospinning possible, the viscosity of the electrospun polymer solution
must be within a precisely defined range. A too low viscosity leads to interrupted polymer
filaments and the appearance of polymer droplets [14], while too high viscosity makes poly-
mer extrusion impossible. The optimum values of viscosity differ according to the molecular
weight of the polymer and the solvent used. Of course, there is a close correlation between the
concentration of the polymer solution and its viscosity.

An innovative approach to reducing the viscosity of the polymer solution is to apply low-
frequency vibrations during the process [15, 16], when vibrations disrupt some of the van der
Waals interchain interactions, disordering the polymer chains, which leads to a decrease in
the solution viscosity.

Electrospinning fundamentally requires the transfer of electrical charge from the electrode to
the polymer droplet at the end point of the syringe needle, so a minimum electrical conductiv-
ity in solution is therefore essential for the process; solutions lacking conductivity cannot be
electrospun.
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A correction of insufficient polymer solution conductivity can be obtained by adding an elec-
trolyte, when the increased number of charges results in an increase in the solution elongation
capacity, favouring the formation of smooth, small diameter fibres [17].

Surface tension, strongly influenced by the nature of solvent, is a very important factor in
electrospinning; basically, if all the other conditions are established, surface tension controls
the upper and lower limits of the range in which the electrospinning can be achieved [18, 19].
Surface tension can be adjusted by varying the polymer/solvent ratio in the spinning solu-
tion or by adding surfactant to the solution, which ensures the formation of more uniform
fibres [20].

2.1.2. Processing parameters that influence the solution electrospinning process

The applied voltage is one of the most important parameters of the electrospinning process,
as it influences directly both the dynamics of fluid flow and the morphological characteristics
of the electrospun fibres.

Only when the applied voltage exceeds a certain threshold value, load charged polymer jets
are ejected from the Taylor cone. The size of this threshold voltage depends on the nature of
the polymer-solvent system [21].

It is generally accepted that an increase in the applied voltage leads to an increase in the
deposition rate, thus there is a greater probability of defect formation [22, 23]. The length and
diameter of the electrospun fibres decrease with the increase in applied voltage without any
change in pore size [20]. For nanofibres produced with low voltage, a uniform morphology
with fewer defects and drops is obtained [24].

The distance between the electrode and the collector is important because, if correctly set, can
control the morphology and diameters of the nanospun fibres. If the distance is too small, the
fibres will not have enough time to solidify before reaching the collector, while if the distance
is too long, it is possible to obtain fibre with beds at the surface [25]. A slight change in this
distance significantly influences the characteristics of the fibres, the diameter of which becom-
ing smaller as the distance to the collector increases.

The flow rate of the polymer solution within the syringe is an important process parameter;
generally, a lower flow rate is recommended to give the polymer solution sufficient time for
polarisation. If the flow rate is too high, fibres with many beads are formed due to the insuf-
ficient time for the polymer filament to solidify before reaching the collector [26].

2.1.3. Environmental parameters that influence the solution electrospinning process

The influence of the humidity of the environment in which electrospinning takes place is
manifested in terms of fibre morphology, deposition orientation and solvent evaporation rate
[27]. At very low humidity, a volatile solvent can be dried very quickly, while high humid-
ity helps to discharge static electricity to electrospun fibres. In addition, at high humidity,
condensation may occur at the surface of the fibre due to the cooling of the surface of the jet
determined by the rapid evaporation of the solvent, and the air flow can interrupt the forma-
tion of fibres, causing ruptures [20].
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The temperature of the electrospinning environment has a significant influence on the pro-
cess, as the evaporation rate of the solvent decreases exponentially with the decrease in tem-
perature; when the evaporation process of the solvent becomes slower, the jet takes a longer
time to solidify, which can lead to defects in fibre formation [28]. Consequently, temperature
control is essential to adjust the evaporation rate of the solvent and the viscosity of the solu-
tion [29].

At low atmospheric pressure, the polymer solution in the syringe tends to flow, causing an
unstable jet initiation, and at very low pressures, electrospinning cannot be achieved due to
direct discharge of electrical charges.

2.1.4. Particularities of melt polymer electrospinning

Melt electrospinning has a number of advantages over solution electrospinning, mainly linked
to the absence of solvent, which reduces costs and makes the process more environmentally
friendly [30]. In addition, by melt electrospinning, it is possible to transform into nanofibre
polymers for which there are no suitable solvents, such as polyolefin or polyethylene tere-
phthalate, or mixtures of polymers for which it is difficult to find an unique solvent for all
the components [31, 32]. Unlike the solution electrospinning, where frequently a nonwoven
fibrous mat is obtained, the melt electrospinning can produce filaments which can be used in
knitting or weaving processes [33]. In this case, the melt electrospinning process (known as
melt electrospinning writing) uses a moving collector, which exerts a translational movement
sufficiently fast for the rectilinear deposition of the polymer jet [34].

In addition to these advantages, there are difficulties arising from the particular equipment
required (Figure 2) and the high viscosity and low electrical conductivity of melt polymers.

The main feature of the polymer melt that influences electrospinning is viscosity. As the vis-
cosity of the melt is at least one order of magnitude greater than that of the polymer solutions,
it is essential to reduce it. This is usually done by raising the temperature (without degrading
the polymer) or by adding additives such as cationic surfactants [35, 36].

Another parameter related to the polymer melt is the molecular weight of the polymer, which
influences the diameter of the obtained nanofibres. When the molecular weight of the elec-
trospun polymer is higher, the Melt flow index is lower and the diameter of the fibres is
bigger. Because in the melt electrospinning, the viscosity cannot be controlled by adjusting
the polymer/solvent ratio, like in the solution electrospinning, it is essential to choose a suit-
able molecular weight of the polymer to achieve a stable and reproducible electrospinning
process [33]. It is believed that the optimal range of molecular weights for melt electrospin-
ning is substantially lower than that characteristic of solution electrospinning. The process is
also influenced by the stereoregularity of the polymer, the isotactic polymers producing finer
fibres than the atactic ones [32].

The conductivity of the polymer melt decisively influences the stability of the extruded poly-
mer jet. A too high conductivity determines the jet’s instability, while a too small one will
cause reduced electrostatic traction forces. It is considered that average conductivity values in
the range of 10°-108 S/m prerequisites for a stable electrospinning process [33].

27
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Figure 2. Melt electrospinning setup.

In what regards the processing parameters that influence the melt electrospinning process, it
can be seen that, unlike the solution electrospinning, there is a direct proportionality relation-
ship between the fibre diameter and the melt polymer flow rate.

Concerning the effect of the applied voltage on the diameter of the fibres, information is con-
tradictory, but the overall conclusion is that for each polymer there is an optimum voltage
range [37-40].

The distance between the spinneret and the collector is relatively lower in melt electrospin-
ning than in the solution process (usually 3-5 cm). This distance influences the cooling process
of the polymer melt jet and the shape of the fibres. Flat fibres may appear at smaller spinneret
to collector distances, while larger distances affect the accuracy of depositing filaments on the
collector in the melt electrospinning writing process [34].

3. Electrospun sensors

Sensors, which convert energy to detect concentration changes of a specific substance and com-
municate the information in the form of an electrical or optical signal [41], have gained special
importance in recent decades, due to their numerous applications in areas such as monitoring
environmental factors, health and wellbeing or detection of dangerous vapours [42].

A high specific surface area and a very porous structure are vital for high sensitivity and
quick response of a sensor [31]. This is why electrospun nanomaterials, having large spe-
cific surface area and high and tunable porosity [43], have found frequent use in the field of
sensors of many types, such as chemiresistive, optic (fluorescent and colorimetric), acoustic
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wave (piezoelectric) or photoelectric [13]. Electrospun nanostructured sensors display faster
adsorption and minimised bulk effects when compared to the conventional sensors [44].

3.1. Chemiresistive electrospun sensors

Chemiresistive sensors, which work by measuring resistance variation when in contact with
the substance to be detected, have a high miniaturisation potential, making them applicable to
portable devices. Semiconductive polymers, metal oxides, metals and conjugated compounds
are used to obtain such sensors [42, 45].

Polymers that exhibit conductivity, such as polyaniline (PANI), polypyrrole (PPY) and poly
(3, 4-ethylenedioxythiophene) (PEDOT), are used as gas sensors [46]. For example, PEDOT,
insoluble in pure state, becomes dispersible in water after doping with poly (styrenesulfo-
nate) (PSS) and can be electrospun, the obtained nanofibres being used for the detection of
inorganic compounds such as nitrogen oxide and ammonia and organic substances (ethanol,
methanol and acetone) by measuring resistance variation [47, 48].

Polyaniline (PAni) doped with (+)-camphor-10-sulfonic acid (HCSA) has been electrospun
and proved to be excellent ammonia sensors, while the electrospun fibres obtained from
undoped PAni exhibited very good nitrogen oxide detection capabilities [49]. Polyaniline
electrospun nanofibres also proved to be effective as moisture sensor, when the response to
changes was given by impedance variation. It was found that the sensor exhibited a rapid,
reversible and very sensitive change in impedance as a function of adsorbed water molecules
[50]. A sensor from electrospun nanofibres from polyaniline/polyethylene oxide (PAni-PEO)
doped with 10-camphosulfonic acid (HCSA) and deposited on a pair of gold electrodes modi-
fies resistance, having a 0.5 ppm detection threshold for ammonia [51].

Chemiresistive sensors from PAN/PAni electrospun fibres showed good sensitivity to NH,
gas at room temperature and this sensitivity increased with increasing gas concentration [52].

Ammonia sensors from quartz crystal microbalance coated with electrospun polyacrylic acid
(PAA) membranes showed high sensitivity at low ppb level, but this sensitivity depended
on the morphology of the nanofibres, the load of the quartz crystal microbalance with the
electrospun membrane and the relative humidity [53].

Another ammonia sensor was obtained by depositing a P-type conductive PAni onto the sur-
face of n-type semiconductive TiO, electrospun fibres. The sensitivity of this sensor substan-
tially increases with the increase of NH, concentration [54].

Electrospun nanofibres from PANI and PANI/ZnO were used to detect HCl and NH, vapours
at room temperature, recording a decrease in the resistance of the sensors when exposed to
HCl vapour, respectively an increase in resistance when exposure to NH, vapours. The PAni/
Zn0O sensor has a high sensitivity response at room temperature with better repeatability
compared to that of the pure PANI sensor [55].

An ammonia sensor based on a single PAni nanofibre demonstrated a very low detection
value (under 1 ppm) and a response time under 10 s [56].

Electrospun nanofibres of poly (o-anisidine)-polystyrene doped with (+)-camphor-10-sulfonic
acid proved to be effective in water and ethanol determination, showing a high sensitivity and
rapid response and recovery [57].
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Electrospun conductive polypyrrole nanofibres coating a copper interdigital electrode has
been used to produce an aliphatic amines gas sensor with low detection limit (0.42 ppm for
n-butylamine), quick response and good repeatability at temperatures between 90 and 200°C
[58]. PAni/poly (vinyl pyrrolidone) nanofibres containing urease have been used as NO, sen-
sors, showing a significant conductivity increase in the presence of levels of NO, in the range
of 1-7 ppm [59].

Electrospun nanofibres of Al-SnO,/PAni were used as hydrogen sensors, having high sensitiv-
ity at low temperature (48°C) [60], while sensors made of PAni/TiO,:SnO, nanofibres placed
onto an epoxy glass substrate detected hydrogen at even lower temperature (27°C) showing
good sensitivity [61].

Electrospun polyamide nanofibrous membranes have been proved to be effective as glucose
biosensors, displaying a sensitivity of 1.11 pA/mM and a detection limit of 2.5 x 10¢ M [62].

TiO, fibre mats obtained by electrospinning from a dimethyl formamide solution of poly
(vinyl acetate) showed high sensitivity to NO, and H, with reversible response and a response
times of the order of 1 min [63].

Sensors for humidity and KCl were obtained from electrospun poly (lactic acid)/polyaniline
fibres deposited onto interdigitated microelectrodes. The sensitivity of the sensor depends on
the poly (lactic acid)/polyaniline ratio in the blend [64].

Electrospun nanofibre sensors have found applications in the medical field as well. A sen-
sor composed of a electrospun conductive nanofibres mat with polyacrylic acid grafted on
its surface and a sensing element made of conducting polymer with covalently attached oli-
gonucleotide probes is effective in determining the non-Hodgkin’s lymphoma gene, with a
detection limit of 1 aM (1 x 10-18 mol/L) and high selectivity [65].

Sensing electrodes for catechol detection were obtained by electrospinning a PAni solution
with dispersed multiwall carbon nanotubes followed by the reduction of the amino groups
and the addition of polyphenol oxidase on the nanofibres [66].

3.2. Optical electrospun sensors (colorimetric and fluorescent)

Optical sensors work by altering the colour or intensity of their fluorescence by the analyte [42].
These sensors, which are usually based on a technology that allows miniaturisation, low cost
and in-situ usage, show high sensitivity and selective response towards various analytes [67].

Compared to other methods of obtaining nanofibres, electrospinning provides nanofibres for
optical sensors, which are easy to manufacture and operate, relatively low-priced and with
customizable properties, such as diameter, morphology and porosity [68].

There are three ways to obtain optical sensors by electrospinning: inserting chromophores
into a transparent polymer without optical properties; using as substrate polymers having the
ability to absorb/emit light and the functionalization of the electrospun polymer with active
optical nanosystems [42].
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Electrospun core-shell nanofibre with polymethyl methacrylate shell and a core made of
phase change thermochromic material show thermochromic phase change comportment and
can be used in detecting foreign materials in a specific environment [69].

A colorimetric sensor made of electrospun porphyrinated polyimide (PPI) nanofibrous mem-
brane proved to be effective in hydrogen chloride detection, showing high sensitivity and
fast response time. When exposed cu HCI vapours, the polymer changes its colour from pink
to green, as a result of the protonation of the neutral porphyrin [70], and the colour intensity
increases as the concentration of HCl is higher.

Colorimetric strip sensors to detect uranyl (UO,,") have been produced using electrospun cel-
lulose acetate nanofibre mats that incorporated 2-(5-Bromo-2-pyridylazo)-5-(diethylamino)
phenol. The colour in these sensors changes from yellow to purple in the presence of uranyl
at pH 6.0, and the detection limit can extend to 50 ppb, with very low interference ability in
the presence of other metal ions [71].

Colorimetric sensors have been produced incorporating gold nanoparticles into electrospun
polystyrene nanofibres. These sensors, which do not employ any complex instrumentation,
showed very good response towards oestrogenic compounds such as 173-estradiol, with high
sensitivity [72].

Optically active electrospun nanofibres can be used as sensors to detect heavy metals using
colorimetry and fluorescence methods [68].

Colorimetric sensors based on nanofibres electrospun from a mixture of 10, 12-pentacosadiynoic
acid and poly (ethylene oxide) and polyurethane can be used to detect Escherichia coli [73].

Membranes from electrospun polyamide 66/cobalt chloride proved to be effective in deter-
mining humidity, due to the colour change property of cobalt salt, which turns from blue
to pink as the relative humidity increases over 12.4%. The sensor has high sensitivity, fast
response time, good reproducibility and long-time stability [74].

Mats from electrospun cellulose acetate fibres doped with the chromogenic and fluorogenic
amine-reactive blue dye Py-1 act as colorimetric sensors detecting biogenic amines [75].

A nanofibre-based fluorescent sensor for Ni** determination, even in the presence of other
competing metal ions, was obtained by electrospinning pyridylazo-2-naphthol-poly(acrylic
acid) polymer functionalized with 1,10-carbonyldiimidazole and 1,8-diazabicyclo[5.4.0]Jundec-
7-ene [76]. The sensor showed high sensitivity and selectivity in its fluorescence towards Ni*,
and the detection was simple, rapid and selective, without any need of additional sample
handling phases.

Optical fluorescence sensors based on poly (acrylic acid)-poly (pyrenemethanol) polymers
have proven effective for the detection of metal ions (Fe** and Hg*) and 2,4-dinitrotoluene
(DNT), showing high sensitivity due to the high-volume surface ratio of the nanofibre mem-
brane structures [77].
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A fluorescence sensor based on a pentiptycene conjugated polymer was used for Copper (II)
cation detection, with high selectivity and sensitivity [78].

A fluorescent film sensor made of electrospun nanofibres from a copolymer of vinyl naph-
thalimide and methyl methacrylate was used for Cu?" detection, showing high sensitivity
(a detection limit of 20 x 10° M Cu*) [79].

A picric acid fluorescent sensor was obtained by electrospinning a solution of 5-(N-carbazole
styryl)-1, 3-dimethyl-barbituric acid and polystyrene in dimethyl formaldehyde/tetrahydro-
furan upon an amino-functionalized glass. The emission intensity of the fluorescent sensor
is not significantly influenced by common interferents and the fluorescent nanofibres can be
regenerated [80].

Fluorescence sensors for detecting traces of toluene vapours have been produced by embed-
ding fluorescent CdTe quantum dots in electrospun polyvinyl alcohol nanofibres, showing
sensitivity and fast time response [81].

A fluorescence sensor for Cu*+ sensing, which displays good sensitivity and selectivity, was
obtained from electrospun rhodamine dye-doped polyester nanofibres [82].

A fluorescent sensor for the rapid detection of bacteria was made from electrospun mem-
branes of a boronic acid copolymer, poly (4-vinylphenylboronic acid-co-2-(dimethylamino)
ethyl methacrylate-co-n-butyl methacrylate), showing high affinity and towards both Gram-
negative and Gram-positive bacteria [83].

Optical sensors based on electrospun polyvinyl alcohol nanofibres with embedded nanocom-
posite cerium oxide nanoparticles can be used to detect radicals in solutions. These nanocom-
posite nanoparticles are fluorescent with observable emission under near-UV excitation [84].

3.3. Other electrospun sensors

Besides the chemiresistive and optical sensors, other categories of electrospun nanofibre sen-
sors have been developed.

An electrospun nanofibre piezoelectric sensor made of polyvinylidene fluoride (PVDF) nano-
fibre nonwoven webs proved to be effective in acoustic sensing for various applications [85].

A humidity sensor was obtained by depositing polyaniline composite nanofibres on surface
acoustic wave resonator, demonstrating very high sensitivity, fast response and good sensing
linearity [86].

Sensors based on gas adsorption on electrospun PAni fibre mats have been used to determine
carbon dioxide. The process is reversible, and the adsorption process is fast enough to make
quick detection possible [87].

Surface acoustic wave sensors are piezoresistive sensors [88]. Such a sensor based on
creased polypyrrole film with electrospun polyvinyl alcohol nanowires as spacer showed
high sensitivity, low detection limit and good stability [89]. Other piezoresistive sensors
have been obtained from polyvinylidene fluoride and its blend with polyoctafluoropentyl
acrylate [90].
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4. Conclusions

Due to their small size and high surface-to-volume ratio, many sensors based on electrospun
nanofibres have been used lately for analyte detection, proving great sensitivity and very
rapid response time, all in elevated stability conditions. Nanotechnology is constantly devel-
oping towards new challenges in many areas including sensors. In future developments, it
can be expected that the problems that affect the efficacy of electrospun nanofibre sensors are
to be addressed and solved, beginning with a more accurate control of the process in order
to achieve better control over the size and morphology of the nanofibres and continuing with
increasing pore uniformity for more sensitivity and improving the reversibility of the sensors.
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Abstract

Nanostructured semiconductor metal oxides, such as TiO,, WO,, Fe,O, or ZnQO, are being
widely investigated for their use as photoanodes, due to their higher surface areas in con-
tact with the electrolyte, which increases the efficiency of photoelectrochemical processes.
Metal oxide nanostructures have been synthesized by a number of different techniques.
Anodization is one of the simpler methods used to synthesize nanostructured photoanodes,
and the morphology and size of nanostructures can be designed by adequately controlling
anodization parameters. Besides, these nanostructures are directly bound to the metallic back
contact, improving significantly the efficiency of electron collection. It has been observed that
hydrodynamic conditions during anodization (using a rotating disk electrode, RDE) greatly
influenced the morphology of nanostructures and, therefore, their photoelectrochemical per-
formance. The objective of this chapter is to review the innovative nanostructures with high-
aspect ratios that can be fabricated by anodization under different hydrodynamic conditions.

Keywords: anodization, hydrodynamic conditions, nanostructure, photoelectrocatalysis,
semiconductor

1. Introduction

Photoelectrochemistry (PEC) is a multidisciplinary area, which involves electrochemistry,
materials science, solid-state physics and optics [1], and studies, in general, processes taking

© 2018 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
InteChOpen Commons Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
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place at the interface between an electrode and an electrolyte, under the influence of an illu-
mination source. The most interesting part of PEC is related to the absorption of incident light
in a semiconductor valence band. If the incident light energy is high enough (higher than the
band-gap of the semiconductor, hv 2 E ), this process results in electron excitation from the
valence band to the conduction band, hence generating photogenerated electron/hole pairs
(e'/h"). PEC has numerous attractive applications, such as the split of a water molecule in
its fundamental constituents (gaseous hydrogen and oxygen), or the removal of persistent
organic pollutants in water treatment processes. The schematic representation of PEC is
depicted in Figure 1.

In that scheme, a common PEC cell with an n-type semiconductor photoanode and a metal-
lic cathode (typically Pt) is presented. Upon illumination, electrons are promoted from the
valence band to the conduction band and are subsequently driven toward the metallic back
contact through the semiconductor bulk and, from there, to the cathode through the external
circuit. Once in the cathode, these electrons can be used to reduce the oxidized redox species
present in the electrolyte, such as water to form gaseous hydrogen. Photogenerated holes,
which remain in the semiconductor valence band, are transported toward the semiconductor/
electrolyte interface, where they can oxidize the reduced redox species present in the elec-
trolyte, such as water to form gaseous oxygen or oxygen compounds, for example, hydroxyl
radical, which could, in turn, directly oxidize recalcitrant organic pollutants (R in Figure 1)
present in the aqueous solution. The movement of photogenerated charge carriers (¢/h* pairs)
described above takes place due to the development of a depleted space-charge region inside
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Figure 1. Schematic representation of a photoelectrochemical process.
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the semiconductor, where the electric field acts on these charge carriers. To increase the thick-
ness of this space-charge region and to sustain the electric field built up within it, a small
external polarization is used in PEC. This polarization significantly improves the transport
of electrons from the semiconductor conduction band to the cathode, hence increasing the
lifetime of photogenerated charge carriers, minimizing the recombination of these carriers
and, therefore, enhancing the PEC process overall efficiency [2—4].

The semiconducting photoanode is the central part of a PEC cell. Consequently, it is essential
to develop strategies to fabricate efficient photoanodes, which is a materials science issue.
Hence, the development of PEC is closely related to the advances achieved in the design and
synthesis of materials used as photoanodes, in which the understanding of their properties
and characteristics is fundamental. Among the most important characteristics, an efficient
photoanode must satisfy the following [1, 5, 6]:

* Appropriate bandgap energy (E). The bandgap is the smallest energy difference between
the lowest edge of the conduction band and the highest edge of the valence band. A pho-
toanode material should have bandgap energy high enough as to assure that the desired
electrochemical reactions can take place (e.g., ~2 eV for water splitting, taking into account
electrochemical losses and kinetic aspects [5], but not so high as to severely reduce the
amount of usable solar radiation.

* Appropriate band edge positions. For hydrogen evolution, the conduction band edge
must be positioned above hydrogen evolution, that is, at a more negative potential than
that of the normal hydrogen electrode (NHE). For oxygen evolution, the valence band edge
must be positioned below the oxygen evolution, that s, at a potential more positive than
1.23 V versus NHE. For generation of hydroxyl radicals, the position of the valence band
edge must be located at potentials as high as 2.02 V versus NHE [7].

* Suitable flat-band potential (E_)). The flat-band potential is the potential that needs to be
applied to the semiconductor to reduce the band bending to zero, that is, at this potential,
there is no depleted space charge layer and, therefore, no electric field inside the photo-
anode. The flat-band potential affects the recombination probability of photogenerated
charge carriers: in general, the more negative the value of E_, the higher the potential
drop at the depletion space charge layer and, consequently, the stronger the electrical field
within the depleted space charge layer, which is the driving force to separate the photogen-
erated electron-hole pairs [5, 6, 8].

* Good electrical conductivity. Once electrons have been promoted from the valence band
to the conduction band of the semiconductor photoanode due to light irradiation, a fast
charge separation is crucial for efficient photoelectrochemical processes. For this, the trans-
port of electrons and holes in the material must be good. The electrical conductivity of
the photoanode material can be modified by modifying its defect disorder. The density
of defects inside the semiconductor (i.e. vacancies, interstitial elements, etc.) must be high
enough to enhance electrical conductivity but not so high to negatively affect the efficiency
by favoring the recombination of charge carriers.

43



44 Nanostructures in Energy Generation, Transmission and Storage

* Good chemical, electrochemical and photoelectrochemical stability. Photoanodes must
be stable under prolonged exposure to the electrolyte under the operation conditions
(applied potential and illumination).

In recent years, increasing attention is being paid to the design and synthesis of nanostruc-
tured metal oxides due to their exceptional properties. Photocurrent density obtained in
PEC systems has two main contributions, one coming from the electrocatalytic process and
other arising from the photon absorption process. The electrocatalytic process consumes
the photogenerated charge carriers and it can become the rate-determining step of the PEC
process (the charge transfer at the semiconductor/electrolyte interface) [4]. Current densi-
ties in electrochemistry are directly influenced by the real surface active area, since increas-
ing surface area enhances the number of electroactive sites; therefore, nanostructuring the
photoelectrode can improve its electrocatalytic performance. Moreover, in nanostructured
photoelectrodes, the diffusion path of photogenerated holes toward the semiconductor/
electrolyte interface is significantly shorter, which reduces electron-hole recombination. On
the other hand, by roughening the semiconductor surface, direct light reflection is reduced
due to the scattering of reflected photons, enhancing thus the chance of light absorption
by the semiconductor and the possibility of further photoexcitation. Consequently, creating
nanostructured photoanodes has immediate benefits on both their electrocatalytic activity
and photoactivity [4].

During the last decades, several n-type semiconductor metal oxides, such as TiO,, WO,, Fe O,
and ZnO, have been investigated as potential candidates for photoanode materials in PEC
cells due to their different characteristics.

Titanium oxide (TiO,) is a wide bandgap semiconductor (E, = 3.2 eV in the anatase crystal-
line form [3, 4, 9], equivalent to a maximum wavelength of ~390 nm) with an exclusive set
of properties, such as high chemical stability, resistance to photocorrosion and favorable
band-edge position relative to the redox potentials for the decomposition of water, allow-
ing the use of light for effective direct water splitting [5, 10, 11]. However, due to its high
E, TiO, absorb photons only in the UV range, which represents a very small part of the
solar spectrum.

Tungsten oxide (WO,) is another attractive photoanode material owing to its high electron
mobility and moderate hole diffusion length (=150 nm). Besides, WO, can also absorb a part
of the visible rays of the solar spectrum (its E = 2.6 eV, which corresponds approximately to
a wavelength of A =480 nm) [3, 12, 13]. Moreover, in contrast with almost the rest of semicon-
ductor oxides used as photoelectrocatalysts, WO, can safely operate in acidic environments,
which is very useful in the treatment of low-pH wastewater [11].

Hematite (a-Fe,O,) is the most thermodynamically and stable iron oxide form under ambi-
ent conditions and it is a non-toxic, chemically stable and low cost material. Furthermore, it
has a bandgap of E = 2.1 eV which indicates its suitability for visible light absorption up to
~590 nm, that is, hematite can collect up to ~40% of solar spectrum energy [4, 11]. Apart from
its properties, hematite has some drawbacks such as low carrier mobility and short holes dif-
fusion lengths, which can be overcome by nanostructuring the material.
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Zinc oxide (ZnO) is also a wide bandgap semiconductor (E =3.37 eV; A = 369 nm) with similar
characteristics as TiO, but with the advantage that ZnO possesses a higher electron mobility
(from 10 to 100 times higher in comparison with TiO,), that is, a large conductivity which
makes ZnO a very suitable and promising substitute of TiO, [14, 15]. In spite of this, photogen-
erated electron-hole pairs tend to recombine fast in ZnO, so the use of hybrid semiconductors
systems between ZnO and ZnS has been proposed to overcome this inconvenience [16, 17].

In order to prepare nanostructures of the oxides described above, various methodologies
have been reported, such as sol-gel processes, hydrothermal and solvothermal methods,
deposition processes or anodization. Of these, anodization is a fast and simple method to
synthesize metal oxide nanostructures [12, 18-22]. With anodization, surface morphology can
be designed by adequately controlling several parameters, such as the anodization poten-
tial, duration, electrolyte composition, temperature, and so on. Hence, the morphology and
dimensions of nanostructures fabricated by anodization, as well as their PEC behavior, can be
controlled by adjusting the aforementioned parameters. Moreover, nanostructures formed by
anodization can be grown directly on the substrate (the back metal collector), thus avoiding
compaction or sintering of nanostructures. This fact significantly reduces the contact resis-
tance between the nanostructure and the metallic substrate, providing the basis for efficient
charge collection. Therefore, anodization offers a robust and economical way to fabricate
nanostructured metallic oxides.

Among the parameters that can be controlled to design and fabricate high-performance oxide
nanostructures by anodization, hydrodynamic conditions during the synthesis process can be
of great importance. Indeed, depending on the used material and the operation conditions,
the mechanisms of nanostructures formation by anodization may involve one or more stages
where mass transfer becomes the rate-determining step [8, 23]. Therefore, hydrodynamic
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Figure 2. Experimental setup used during all the anodization processes, showing the electrode configuration.
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conditions can play a central role in the synthesis of nanostructures by anodization. This
chapter presents a review of the innovative high-performance nanostructures that have been
fabricated by anodization under different hydrodynamic conditions. Although various fab-
rication conditions have been used, depending on the material, in all cases, hydrodynamic
conditions have been controlled by connecting rods of the different metals to a rotating disk
electrode (RDE) to assure reproducible mechanical convection of the electrolyte near the elec-
trode surface. Figure 2 shows an illustration of the electrode configuration used during all
the anodization processes. The specific synthesis conditions for the different materials are
detailed in the following sections.

2. TiO,

Influence of hydrodynamic conditions for nanostructures formed from titanium (Ti) anodization
is presented for samples synthesized in two different electrolytes and anodization conditions:
ethylene glycol +1 M H,O containing 0.05 M NH,F and glycerol/water (60:40 vol.%) containing
0.27 M NH,F. When anodization was performed in ethylene glycol based electrolytes 55 V for
30 min were directly applied to anodize the Ti. Nevertheless, in glycerol based electrolytes
the potential was increased from 0 to 30 V at a rate of 200 mV s™, applying subsequently the
potential of 30 V for 3 h. The active anode area exposed to the electrolyte was 0.5 cm?.

2.1. Morphological characterization

Since the morphology of the nanostructures is highly dependent on the electrolyte used for
anodization, the discussion of the influence of Reynolds number on the morphological prop-
erties of the TiO, nanostructures will be discussed for each particular anodization media. A
field emission scanning electron microscope (FESEM) was used to characterize the morphol-
ogy of the nanostructures.

Nanostructures anodized in ethylene glycol based electrolytes present an initiation layer
which blocks the mouth of the nanotubes, preventing part of the solar radiation from being
absorbed at the photoelectrode (Figure 3a). It was observed that rotating the electrode during
anodization, part of the initiation layer was removed, and this elimination was more impor-
tant as Reynolds number (Re) was increased (Figure 3b).

On the other hand, the hydrodynamic conditions completely changed the morphology of the
formed nanostructures when anodization was carried out in glycerol based electrolytes, that
is from nanotubes (at Re = 0, Figure 4a) to nanosponges (at Re > 0, Figure 4b). Nanosponge
morphology is characterized by a connected and highly porous TiO, structure.

2.2. Anodization profile: current densities vs. time

The formation and growth of the TiO, nanostructures was monitored by recording the current
density-time behavior (Figure 3c and 4c). The current density profile follows a similar trend
regardless the electrolyte used for anodization.
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Figure 3. FESEM images of the nanostructures anodized in ethylene glycol-based electrolytes at a Re 600 (a and b).
Current density versus time profiles of the nanostructures during anodization in ethylene glycol based electrolytes at
the different hydrodynamic conditions (Re from 0 to 600) (c). Raman spectrum of a nanostructure anodized at re = 600 in
ethylene glycol-based electrolytes and annealed in air at 450°C for 1 h (d).

In the first stage (I), current density decreases with time due to a compact TiO, oxide layer
formation [9, 24]. Then, in the second stage (stage II), an increase in current density indicates
the onset of TiO, dissolution due to the presence of fluoride ions in the electrolyte (stage II),
according to the reaction shown in Eq. 1 [25-27].

TiO, + 6F +4H* — [TiF | +2H,O (1)
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After that, in the third stage (stage III), current density remains almost constant due to the
formation and growth of regular nanotubes or nanosponges [9, 28].

In general, Figures 3¢ and 4c show that current densities increase with increasing Re in all the
stages, which indicates that hydrodynamic conditions enhance the electrochemical processes
taking place during anodization.
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Figure 4. FESEM images of the nanostructures anodized in glycerol based electrolytes at a re = 0 (a) and re = 300 (b).
Current density vs. time profiles of the nanostructures during anodization in ethylene glycol based electrolytes at the
different hydrodynamic conditions (re from 0 to 400) (c). Raman spectra of the nanostructures anodized in glycerol
based electrolytes, at re = 0 and re = 300 and annealed in air at 450°C for 1 h (d).
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2.3. Crystalline structure characterization

In order to obtain a crystalline structure, samples were annealed in air at 450°C for 1 h. After
the annealing treatment, all the samples possessed the Raman peaks of the TiO, anatase phase
shown in Figures 3d and 4d (peaks at roughly 141.7, 197.0, 396.2, 515.1 and 639.3 cm™ [28-30]).

2.4. Electrochemical and photoelectrochemical characterization

Electrochemical impedance spectroscopy (EIS) measurements at open circuit potential (OCP)
and Mott-Schottky plots were performed in 0.1 M Na,SO, in order to evaluate the electro-
chemical properties of the samples. Figure 5 shows the Nyquist (Figure 5a), Bode-phase
(Figure 5b) and Bode-modulus (Figure 5¢) plots for the nanostructures anodized in ethylene

glycol-based electrolytes.
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Figure 5. Experimental Nyquist (a), bode-phase (b) and bode-modulus (c) plots for the nanostructures anodized in
ethylene glycol based electrolytes at Reynolds numbers =0, 200, 400 and 600. Experiments performed in 0.1 M Na,SO,.
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Figure 6 shows the electrical equivalent circuit used to fit EIS data, where R is the electrolyte
resistance, and the two groups of resistances and constant phase elements (R-CPE) correspond
to the nanotubular layer (R,-CPE,) and the compact TiO, underlayer (R,-CPE) [8, 31, 32].

The different parameters obtained from the fitting of the EIS data in the electrical equivalent
circuit are shown in Table 1. From Table 1, it is important to highlight that the resistance of
the compact layer is always higher than the one obtained for the nanotubes (R, > R,), due to
the higher conductivity of the nanostructures. On the other hand, R, decreases as Reynolds
number increases, that is, the conductivity of the nanotubes increases at higher hydrody-
namic conditions.

In order to observe the electrochemical behavior of nanostructures formed in glycerol-based
electrolytes, Figure 7 shows the Mott-Schottky (MS) plots at a frequency of 10 kHz (to eliminate
the capacitance dependence on frequency) for nanotubes (Re = 0) and nanosponges (Re > 0).

In Figure 7, positive slopes of the MS plots are characteristic of n-type semiconductors. The
dominant TiO, defects are oxygen vacancies due to their lower formation energy compared
with Ti** interstitials [32-38]. Table 2 shows the donor densities (N ) and the flat band poten-
tial (E,,) values at different Re.

The donor density can be determined from the positive slopes of the straight lines in the MS
plots using the Mott-Schottky equation for an n-type semiconductor:
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Figure 6. Electrical equivalent circuit used to simulate the experimental data obtained from EIS experiments shown in

Figure 5.
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Table 1. Experimental values obtained from the equivalent circuit fitting for the nanostructures anodized in ethylene
glycol-based electrolytes at the different Re = 0, 200, 400 and 600.
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Figure 7. Mott-Schottky plots of the different nanostructures (nanotubes at Re = 0 and nanosponges at Re > 0) anodized
in glycerol based electrolytes. Experiments performed in 0.1 M Na,SO,.

Re | Ny (x 107 em™) | Fuf/V vs (Ag/ACl)
(0} 361046 (18 L7

104 14=03 =017 £ 004

20 1.1=111 017 2002

300 1.1=02 =121 £ 001

400 0.9—0.1 -033 + 0.03

Table 2. Values of N, and E_; for the different nanostructures synthetized in glycerol-based electrolytes under static
(Re =0) and under hydrodynamic conditions (Re =100, 200, 300 and 400).

where ¢ is the dielectric constant of the TiO, layers (100 for TiO, nanostructures [39]), ¢, is the
vacuum permittivity (8.85-10™* F/cm), e is the electron charge (1.60-10"° C) and o is the posi-
tive slope of each straight line in the MS plots.

Table 2 shows that N, decreases with increasing Re, that is, N, is lower for the nanosponges
than for the nanotubes. In this case, the increase in N, leads to a decrease in the depletion
layer thickness, resulting in an increase of recombination losses [6, 40, 41]. In fact, oxygen
vacancies in TiO, act as recombination centers for electron and holes, playing a critical role in
the trapping process [42-44].

Table 2 also shows the flat band potentials for the different nanostructures obtained in glyc-
erol-based electrolytes. These values were determined from the intercept of the straight line in
MS plots with the potential axis. To reduce the recombination probability, flat band potentials
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should be high and negative [6, 42]. It can be observed in Table 2 that flat band potentials are
more negative with increasing Re, that is, nanosponges formed under hydrodynamic condi-
tions possess more negative flat band potentials than nanotubes formed under static condi-
tions. Thus, the charge recombination probability is lower in the case of the nanosponges.

Figure 8 shows the photoelectrochemical water splitting performance under simulated sun-
light AM 1.5 conditions in 1 M KOH for the different nanostructures anodized in ethylene
glycol (Figure 8a) and glycerol (Figure 8b)-based electrolytes.

It can be observed in terms of the photocurrent transient vs. potential curves that the nano-
structures obtained under hydrodynamic conditions present a higher performance in com-
parison with the nanostructures anodized at the same potential, time and electrolyte but at
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Figure 8. Current density versus applied potential profiles under dark and illumination conditions for the different
nanostructures anodized under static (Re = 0) and at different hydrodynamic conditions (Re > 0) in ethylene glycol (a)
and glycerol (b)-based electrolytes. Experiments were performed in 1 M KOH.
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Re = 0. These results are in agreement with the morphology of the samples (high surface area
for the nanostructures anodized under hydrodynamic conditions), EIS measurements (low
resistance values, i.e., high conductivity for nanostructures synthetized at Re > 0) and MS
plots (appropriate donor density values and more negative flat band potentials).

Therefore, on the one hand, hydrodynamic conditions are beneficial in ethylene glycol-based
electrolytes because of the removal of the initiation layer which offers a high surface area for
photoelectrochemical water splitting. On the other hand, nanosponges formed in glycerol
based electrolytes under dynamic conditions enhance the rate of the photoelectrochemical
reaction over the photoelectrode due to their surface-active sites.

3.WO,

Different WO, nanostructures synthesized by anodization have been presented in the litera-
ture in the past few years. Several morphologies have been obtained, such as nanopores [19,
45-52], nanoplatelets [53-55], nanoparticles [56], flower-shape nanostructures [57], and so
on. Recently, we have presented novel WO, nanostructures fabricated by anodization under
different controlled hydrodynamic conditions and, in general, photoresponses significantly
higher than those for nanostructures synthesized under static conditions were obtained.

These nanostructures were produced by anodization of tungsten rods in sulfuric acid media
in the presence of small amounts of complexing agents (NaF and H,O,). For example, tree-like
globular clusters of WO, nanoplatelets were obtained in a 1.5 M H,SO, + 0.1 M NaF electrolyte
and at different rotation velocities of the RDE. Figure 9 shows the FE-SEM images of the sam-
ples anodized in that electrolyte at different rotation velocities (0 and 375 rpm) [23, 58]. It can be
observed that in both cases, the nanostructures formed on the tungsten surface presented nano-
platelet morphology, as other authors reported when anodizing in similar acid electrolytes
[53-55, 57, 58]. Nevertheless, the morphology and dimensions of these nanoplatelets varied
noticeably with rotation speed. At 0 rpm (Figure 9a), nanoplatelets grew quite orthogonal to the
electrode surface, in a more or less ordered way. At 375 rpm (Figure 9b), nanoplatelets formed
globular clusters that grew in a tree-like manner, forming a multilevel WO, layer resembling a
forest seen from above. It is perceptible that the new nanostructure obtained under controlled
hydrodynamic conditions exposed more surface area to the electrolyte than the one synthe-
sized at 0 rpm.

In the presence of other well-known complexing agent of tungsten—hydrogen peroxide—
and under controlled hydrodynamic conditions, a different nanostructure was obtained [59].
In this case, anodization of tungsten in a 1.5 M H,SO, + 0.05 M H,0, and at 375 rpm (the same
rotation speed as in the example shown above for the NaF electrolyte), resulted in very small
nanoplatelets or nanosheets forming a kind of spongy layer (Figure 10).

The three nanostructures shown in Figures 9 and 10 shared a common formation mechanism,
that is, a dissolution/precipitation mechanism, although it was greatly influenced by hydro-
dynamic conditions. In order to study the influence of rotation speed of the electrode on the
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Figure 10. FE-SEM images of the samples anodized in the 1.5 M H,SO, + 0.05 M H,0, electrolyte at 375 rpm and at
different magnifications.

formation and growth of WO, nanoplatelets, current density transients were recorded during
the anodization processes. Figure 11 shows, by way of illustration, current density transients
recorded for the WO, nanostructures anodized in the 1.5 M H,SO, + 0.1 M NaF electrolyte,
under static (0 rpm) and hydrodynamic conditions (375 rpm).

During the first seconds of anodization, a notable decrease in current density can be observed
for both cases. This decrease has been associated with the formation of a compact WO,
layer on the electrode surface [19, 23, 58, 60]. Subsequently, current density started increas-
ing, indicating the dissolution of the WO, layer due to the effect of H' and F~ [23, 58, 61].
This dissolution process resulted in the release of soluble cationic species, such as WO,* (or
[W(OH),(H,O),*" in its hydrated form) or [WF _]¢™, from the electrode surface. Afterward,
current density gradually decreased again, eventually reaching a steady-state value. This
decrease and the later stabilization of current density can be explained by the precipitation
of soluble species upon reaching supersaturation conditions near the electrode surface. In
fact, as the dissolution of the WO, layer proceeded, increasing amounts of tungsten cationic
species were formed and they reacted to produce polycondensed tungstates [62]. These spe-
cies finally precipitated on the electrode surface in the form of insoluble and highly poly-
meric tungstic acids (WO,*H,O and WO, *2H,0) due to strongly acidic pH of the electrolyte
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Figure 11. Current density transients recorded during anodization for the WO, nanostructures fabricated in the 1.5 M
H,SO, + 0.1 M NaF electrolyte, under static (0 rpm) and hydrodynamic conditions (375 rpm).

[59, 62]. The particular morphologies of nanoplatelets were a consequence of the interaction
between soluble tungsten species and fluoride anions during the precipitation process [59],
being hydrodynamic conditions especially important [23].

Under static conditions (0 rpm), current densities recorded during the whole anodization pro-
cess were notably lower than under hydrodynamic conditions. Moreover, steady-state values
were attained much earlier than with rotation, indicating that the WO, nanoplatelet layer
completely covered the electrode surface after ~2000 s from the beginning of the anodization
process. These facts imply that the electrode rotation permitted the ions in the electrolyte (F-
and H*) to transport to the electrode more rapidly, resulting in higher current densities being
measured at the working electrode due to the enhancement of the WO, compact layer dissolu-
tion. Consequently, an increase in the rotation speed increased the release of soluble species
from the electrode surface, which would result in a higher precipitation rate of hydrated WO,
in the form of nanoplatelets.

Photoelectrochemical characterization of the nanostructures was performed under simulated
sunlight illumination AM 1.5 (100 mW cm™) imposing an external polarization of 1 V (vs Ag/
AgCl). Photocurrent density-potential curves for the three different WO, nanostructures pre-
sented in Figures 9 and 10 are shown in Figure 12. It can be observed that nanoplatelets anod-
ized under static conditions (0 rpm) provided the lowest photocurrent density (~0.41 mA cm™
at 1 V). Nanostructures anodized under hydrodynamic conditions (in the different electro-
lytes) showed a large enhancement of their photoelectrocatalytic activity (~1.51 mA cm™ at
1V and ~1.86 mA cm™ at 1 V for nanostructures anodized in the presence of NaF and H,O,,
respectively). This clear improvement is directly related to the increase of the electrochemi-
cally active surface area in nanostructures synthesized under hydrodynamic conditions. As
explained earlier, nanoplatelets formed in the presence of NaF and with rotation grew in a
tree-like manner forming globular clusters, which made this new nanoplatelet configuration
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Figure 12. Photocurrent density-potential curves for the three different WO, nanostructures presented in Figures 9
and 10.

expose much more active area than normal nanoplatelets fabricated at 0 rpm. In the presence
of 0.05 M H,O,, the obtained nanoplatelets were very small and they aggregated forming
very thin layers, also resulting in an increase in the surface area with respect to other WO,

nanoplatelets and in higher photoelectrochemical efficiencies.

4. Fe,O,

Iron oxide nanostructures were made by electrochemical anodization in order to evaluate the
effect of hydrodynamic conditions on the formed nanostructures. Prior to anodization, iron
rods were abraded with SiC papers of 220, 500 and 4000, sonicated in ethanol, rinsed with
distilled water and dried in nitrogen stream. Electrochemical anodization was carried out at
room temperature with an ethylene glycol-based solution with 0.1 M NH_F and 3% vol. H,O
for 15 min at 50 V with iron rod as working electrode and a platinum foil as counter elec-
trode [63]. Different rotation speeds: 0, 1000, 2000 and 3000 rpm, corresponding to Reynolds
numbers of 0, 165, 325 and 490, respectively, were applied. Once synthesized, samples were
annealed in argon atmosphere for 1 h at 500°C at a heating rate of 15°C - min™, and cooled
within the furnace by natural convection [21].

4.1. Electrochemical anodization

Figure 13 shows the different obtained curves during anodization where three stages can be
seen for all the cases (scheme in Figure 13). In the first stage, an abrupt drop in the current
density from 80 mA - cm™ to less than 15 mA-cm™ (in the case of 0 rpm) and less than 25 mA -
cm? (in the case of hydrodynamic conditions), indicated a formation of an insulating compact
oxide layer (Fe,O,) on the iron substrate according to Eq. (3).
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Figure 13. Current density vs. time curves during electrochemical anodization of iron under different electrode rotation
speeds. Inset shows a scheme of the process occurring in the electrode during anodization.

In the second stage, a slight increase in current density indicated that tiny pits occur in the
surface of the compact layer, followed by the formation of the nanostructures resulting in a
decrease in resistance. This process occurs because of the fluoride ions (F~) and the applied
potential which lead to partial dissolution of the compact layer forming the nanoporous struc-
ture as Eq. (4) indicates.

2Fe+3H,0 — Fe,0,+3H, 3)

Fe,0,+12F +6H* — 2[FeF]* +3H, 0 4)

Finally, in the third stage, further dissolution and cation-cation repulsion occurs and the
nanoporous structure leads to a nanotubular one. This occurs until equilibrium between the
formation of the oxide layer and its chemical dissolution by F~ is reached. In this way, current
density remains almost constant and the formation of nanotubular structure stops [64, 65].

According to Figure 13, the formation of the nanostructure under stagnant conditions (0 rpm)
leads to lower values of the current density in comparison to the ones synthesized under
hydrodynamic conditions. In fact, the higher the rotation speed the higher the current den-
sity, achieving the maximum value for the samples anodized at 3000 rpm. This is because
steady-state current density is controlled by diffusion processes, hence stirring the iron rods
during anodization increases the diffusion and then, current density increases [66, 67].

4.2, Structural characterization

A field emission scanning electron microscope was used in order to evaluate the morphology
of the synthesized nanostructures. Moreover, crystalline structure of the samples was evalu-
ated by a confocal Raman microscope with the aim to determine crystalline phases present in
the nanostructures.
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Figure 14a shows the morphology obtained for the samples under stagnant conditions. In
this case, a cracked porous initiation layer appears over the nanotubes, partially covering the
entrances of the tubes. This initiation layer results in a decrease in the efficiency of the nano-
structures since they might be less accessible to light. On the contrary, Figure 14b shows that
the initiation layer is etched and the nanotubes are accessible to light irradiation, which leads
to higher photoactivity. Nanotubular morphology is advantageous for photoelectrochemi-
cal water splitting since it improves electron transport behavior with the tubular orientation.
Furthermore, nanotubes avoid short hole diffusion lengths problem since tubes walls make
shorter the route from the places where the holes are generated to the surfaces where oxida-
tion reactions are occurring [68].

Figure 14c illustrates the morphology of the samples synthesized at 2000 rpm, and at this
rotation speed, the nanotubes collapse and seem to be stacked, so the nanotubes are unseen

a}rﬁ rpm.(Re=0f 1 17 7 ) 1000 rpm.(Re * 165) ,

«q)-3000 rpm (R€ “390)
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Figure 14. FE-SEM images of the nanostructures synthesized under different electrode rotation speeds: (a) 0 rpm, (b)
1000 rpm, (c) 2000 rpm and (d) 3000 rpm, and (e) Raman spectrum of the nanostructures.
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and the top morphology seems to be chaotic. This morphology results in less photoactivity
since light irradiation cannot go deep into the nanotubes. On the other hand, when rota-
tion speed is 3000 rpm (see Figure 14d), the morphology is a mixture between what occurs
at 0 and 2000 rpm, that is, the nanotubes are collapsed and stacked and an initiation layer
appears in some parts of the nanostructure covering the tubes [69]. Hence, illumination is
not effective in this case, and the photoactivity is affected. This could be due to the fact that
at 3000 rpm, some vortex could be formed and then the conditions are non-homogeneous
during anodization.

On the other hand, thickness of the nanostructures were measured, and they were comprised
between 810 and 870 nm in all cases, which indicated that rotation speed does not affect the
thickness of the synthesized nanostructures [69].

Raman spectroscopy was measured with a neon laser 632 nm with ~700 pW. Raman spectra of
all the samples were the same, suggesting that rotation speed does not change the crystalline
structure of the formed nanostructures. Figure 14e shows a Raman spectrum as an example.
The Raman shift at which appear the peaks indicates that the nanostructures are mainly com-
posed of hematite with peaks at roughly 229 cm™ (Alg), 249 cm™ (Eg), 295 cm™ (Eg), 414 cm™
(Eg), 500 cm™ (Alg), 615 cm™ (Eg) and 1317 cm™ (2nd order). However, some peaks appearing
at approximately 554 cm™, 672 cm™ and 820 cm™ also indicated the presence of some amount

of magnetite [70, 71].

4.3. Photoelectrochemical water splitting tests

For the photocurrent density versus potential measurements the potential was varied from

—0.4 to+0.6 VAg/ AgCl at a scan rate of 2 mVs™.

Figure 15 shows that the highest photocurrent density values were achieved for the nanostruc-
ture synthesized at 1000 rpm (reaching 0.130 mA - cm™ at 0.54 Vagaga) which indicated its
suitability as photocatalyst for water splitting [69]. This is in agreement with FE-SEM images
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Figure 15. Water splitting tests in 1 M KOH of the nanostructures synthesized at the different electrode rotation
speeds. Inset shows stability tests of the synthesized nanostructures under illumination at 0.35 V, . for 1Thin 1M
KOH. Simulated AM 1.5 (100 mW - cm™) illumination was used for the light conditions.
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since they revealed that the morphology of the nanostructures synthesized at 1000 rpm was
the most adequate for being illuminated in photoelectrochemical measurements.

Furthermore, inset of Figure 15 indicates that all synthesized nanostructures were stable
against photocorrosion at the indicated conditions.

4.4. Mott-Schottky analysis

For the Mott-Schottky analysis, the potential was swept from the OCP value (~ -0.3 V) in the

negative direction at 28 mV s with an amplitude signal of 0.01 V at a frequency value of
5 kHz.

Figure 16 shows MS plots for all the synthesized nanostructures under dark (A) and light
(B) conditions, indicating a positive slope corresponding to an n-type semiconductor. Note
that the higher the slopes of the linear region in MS plots, the lower the electron donor den-
sity according to Mott-Schottky equation used for an n-type semiconductor (Eq. (2)), with an
assumed ¢, of 80 for the nanostructures [72, 73].

Table 3 shows the results for the different nanostructures and all the values are in the order
of 10* cm?, regardless the rotation speed during anodization. However, the samples anod-
ized at 0 and 3000 rpm achieved donor density values too high which is detrimental for the
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Figure 16. MS analysis of the nanostructures synthesized at the different electrode rotation speeds under dark (a) and
1.5 AM (100 mW - cm™) illumination (b) conditions in 1 M KOH.
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Rotation speed/rpm Conditions N, (10")/em™ B/ Vigaga
0 rpm Dark 40+1.0 -0.64 £0.05
Light 143+3.5 -0.63 £0.05
1000 rpm Dark 1.0+0.2 -0.76 + 0.04
Light 2207 -0.78 +0.03
2000 rpm Dark 1.6+0.6 -0.80 +0.08
Light 24+03 -0.85+0.09
3000 rpm Dark 25+1.0 -0.80 +0.03
Light 58+0.7 -0.82£0.03

Table 3. Values of donor density (N,) and flat band potential (E;) for the samples synthesized at the different electrode
rotation speeds.

photoelectrochemical water splitting since the defects could act as carrier traps (trapping
the electrons or holes) [42]. Hence, the efficiency of the water splitting is lower as shown in
Figure 16. On the contrast, lower donor density values, as in the case of the nanostructure
synthesized at 1000 rpm, achieved better photoelectrochemical results (see Figure 16) since it
avoids recombination processes. This indicates that donor density is a parameter that consid-
erably affects the efficiency of the water splitting.

On the other hand, flat band potential (E_) is related to the potential drop at the depletion
space charge layer (A¢,.) and to the applied external potential (E) according to Eq. (5). Then,
the higher and more negative flat band potential, the lower recombination rate [6].

A(Psc =E _EFB ©)

Table 3 shows that the flat band potential does not vary for the different nanostructures,
which in fact demonstrates that electrode rotation speed during anodization does not affect
flat band potential of the synthesized nanostructures.

5. ZnO/ZnS heterostructures

The influence of hydrodynamic conditions was studied for ZnO/ZnS heterostructures
obtained from anodization of zinc (0.5 cm? area exposed to the electrolyte) in glycerol/water
(60:40 vol%) media with 0.025 M NH,F and 0.2 M Na,S. Nanostructures were synthesized at
different voltages: 20, 30 and 40 V. The advantage of this type of heterostructure is the good
photocatalytic behavior of ZnS, which in combination with ZnO could reduce the recombina-
tion rate of the charge carriers due to their separated band gaps.

5.1. Morphological characterization

As an example of the nanostructures of ZnO/ZnS obtained from anodization of zinc, Figure 17
shows the FESEM images of top and cross-sectional views of the samples anodized at differ-
ent voltages and hydrodynamic conditions. It has been demonstrated [22, 74] that anodization
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of zinc in aqueous electrolytes containing both sulfide and fluoride generates a top compact
layer and an underneath nanostructure. The former mainly consists of ZnS and the latter of
ZnO. That is, the ZnO/ZnS heterostructures grow under the compact ZnS layer. In this way,
Figure 17a zinc shows the top surface of the nanostructure obtained at 20 V and under static
conditions, there, it can be clearly observed the rough ZnS top layer surface. Under stagnant
conditions (0 rpm) the anodization of zinc is not homogeneous, since bubbles are formed at
the anode surface, and consequently, the formation of precipitates takes place. On the other
hand, Figure 17b and c¢ shows that, when anodization is performed stirring the zinc road
(under hydrodynamic conditions), a smooth ZnS top layer is formed. If we compare the het-
erostructures synthetized at 1000 and at 3000 rpm (Figure 17b and ¢, both at 20 V), there is a
change in the morphology of the ZnO/ZnS samples from a porous sponge type (Figure 17b)
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Figure 17. FE-SEM images of the ZnO/ZnS nanostructures anodized at 20 V under static conditions (a), at 1000 rpm (b)

and 3000 rpm (c) and at 40 V and under static conditions (d). Current densities recorded during anodization for all the
samples anodized at 30 V and at the different rotation speeds (e).
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to a porous tubular morphology (Figure 17c). Therefore, as rotation speed is increased dur-
ing anodization, the nanotubular morphology is predominant. This change in morphology
continues as anodization potential is increased. In fact, as it can be appreciated in Figure 17d,
a porous tubular morphology is obtained when anodization is carried out for higher anodiza-
tion potentials (40 V) even under stagnant conditions. This might be explained taking into
consideration that at higher anodization potentials, nanostructures grow faster [75, 76], which
involves a lower oxide dissolution, and consequently, a tubular morphology. Besides, the
length of the nanostructures was measured obtaining the following values: ~360-600 nm at
20 V, ~800-1100 nm at 30 V and ~1100-1400 nm at 40 V. Thus, longer nanostructures are
formed at higher anodization voltages, regardless the hydrodynamic conditions. In this case,
longer nanostructures possess a high surface/volume relation, increasing the interaction with
light and the electrolyte, and consequently, improving their photocatalytic activity.

5.2. Anodization profile: current densities vs. time

Figure 17e shows, as an example, the current density profiles during the anodization process at
30 V and at the different studied hydrodynamic conditions (0, 1000, 2000 and 3000 rpm). For all
cases, the tendency of the current densities is to sharply decrease at the beginning of the anod-
ization, owing to the ZnS precursor layer formation. After that decrease, the current densities
continue decreasing until, finally, they stabilize. This tendency is typical of an oxide layer forma-
tion in glycerol-based electrolytes [22]. Additionally, it is important to highlight that the higher
current density values obtained for the samples anodized stirring the zinc rod are in agreement
with the enhancement of the diffusion of the fluoride ions due to the flowing conditions [77].
Besides, the background noise obtained in the current density register of the heterostructure
synthesized under static conditions is related to the formation of oxygen bubbles in the zinc
surface of the rod during anodization, which generates an irregular anodization of the surface.

It is important to point out that the profiles of current densities versus time for the rest of the
heterostructures anodized at 20 and 40 V follow the same trend with hydrodynamic condi-
tions. However, the current densities possess higher values when samples are anodized at
higher potentials.

5.3. Crystalline structure characterization

Figure 18a shows, as an example, the Raman spectra of the annealed ZnO/ZnS heterostruc-
tures anodized at 30 V at the different hydrodynamic conditions (0, 1000, 2000 and 3000 rpm).
Zinc is characterized by a strong broad background signal, which hinders the Raman peaks
(Figure 18a). This response is associated with the photoluminescence (PL) due to a broad
defect band emission in the nanostructures, such as oxygen vacancies [22, 78]. This high con-
centration of defects was produced due to the absence of oxygen in the atmosphere during the
thermal treatment (samples were annealed for 3 h at 375°C in an argon atmosphere), so the
evaporated oxygen present in the material cannot be replaced [79] and therefore, the density
of oxygen vacancies increases. Then, X-Ray Diffraction (XRD) tests were carried out in order
to check the crystalline structure of the annealed samples. Figure 18b shows, as an example,
the XRD spectrum for the ZnO/ZnS heterostructure anodized at 30 V and at 2000 rpm.
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Figure 18. Raman spectra of the ZnO/ZnS heterostructures annealed at 375°C in argon atmosphere for 4 h anodized
at 30 V and at 0, 1000, 2000 and 3000 rpm (a) and XRD spectra of the ZnO/ZnS heterostructure anodized at 30 V and
2000 rpm after the annealing treatment.

In the XRD spectra shown in Figure 18b, the presence of both ZnO and ZnS can be clearly
demonstrated due to the presence of their characteristic peaks [74]. The peak at 25° is related
to the ZnS phase with the orientation of (002) [74]. The peaks situated at 36° and 70° are associ-
ated with the refraction produced by the polycrystalline Zn substrate [74]. The high intensity
of the peak centered at 36° is characteristic of the wurtzite ZnO phase, with an orientation of
(101) [80], which is the most abundant phase of the heterostructures. Another ZnO character-
istic peak is the one roughly centered at 34°, which corresponds to the orientation (002) [81].
The peaks at 32°, 56° and 67° are associated with the wurtzite ZnS phase with the orientations
(101), (112) and (104), respectively [81]. Besides, the peaks centered at 48° and 63° are related,
the former, with the ZnS phase with an orientation of (110) and the ZnO phase with an ori-
entation of (102), and the latter, with the ZnO phase with an orientation of (103) [74, 80, 81].
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5.4. Photoelectrochemical characterization

The ZnO/ZnS nanostructures were characterized as photoanodes in a previously degasified
solution of 0.24 M Na,S and 0.35 M Na,SO, [22]. Figure 19 shows the photocurrent densities
applying different potentials obtained under simulated sunlight AM 1.5 conditions for the
different anodization potentials (20, 30 and 40 V) at the studied hydrodynamic conditions (0,
1000, 2000 and 3000 rpm).

In Figure 19a, it can be observed that the dark current density values for the ZnO/ZnS
heterostructures anodized at 20 V are, in general, high. This fact might be related to a low
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Figure 19. Photocurrent densities vs. applied potential of the ZnO/ZnS heterostructures anodized at 20 V (a), 30 V (b)
and 40 V (c) measured in a 0.24 M Na,S and 0.35 M Na,SO, solution under AM 1.5 illumination.
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photocorrosion resistance and could be occasioned by the heterogeneous ZnS precursor
layer formed when anodization is performed at 20 V (this was confirmed in FESEM charac-
terization, see Figure 17a). On the other hand, when anodization was performed at higher
voltages, photocorrosion resistance is increased (Figure 19b and c), regardless the applied
hydrodynamic conditions. In particular, for applied potentials of 0.4 and 0.2 V, the ZnO/ZnS
heterostructures show a good stability, since the dark current densities are close to zero and
the photocurrent densities are high. Besides, the photocurrent densities for the nanostructures
anodized at 30 and 40 V increase for the heterostructures anodized under hydrodynamic
conditions. This could be related to the morphology obtained for the nanostructures anodized
under hydrodynamic conditions, which showed more nanotubular aspects (Figure 17) as the
rotation speed was increased, which enhances the charge separation [16, 82-85]. Hence, the
photocatalytic response is improved.

Figure 19c shows that the ZnO/ZnS heterostructures anodized at 40 V and under hydrody-
namic conditions present the best photocatalytic behavior in terms of higher photocurrent
densities and good photocorrosion resistance. In particular, the best conditions were obtained
for the ZnO/ZnS heterostructures anodized at 40 V and at 1000 rpm, where the photocurrent
density for photoelectrochemical water splitting increased in 100% with respect to the one
anodized at 20 V and at 0 rpm, and in a 71% in relation to the photocurrent density obtained
for the heterostructure anodized at 20 V and 1000 rpm.

6. Conclusions

In this chapter, the effect of rotating the electrode during electrochemical anodization (hydro-
dynamic conditions) has been evaluated for different metal oxides. In all cases, hydrodynamic
conditions enhanced the photoelectrochemical response of the nanostructures in photoelec-
trochemical water splitting process.

For nanostructures of TiO,, hydrodynamic conditions in ethylene glycol media removed the
initiation layer over the nanotubes, whereas in glycerol-based electrolytes, rotating the elec-
trode changed the morphology from nanotubes to nanosponges, increasing then the porosity
of the structure. For the nanostructures formed in both electrolytes, the surface area increased,
resistance values decreased (as EIS showed) and flat band potential became more negative (as
MS plots indicated).

In the case of WO, nanostructures, the ones synthesized under hydrodynamic conditions
presented high active surface area. Furthermore, in the presence of NaF and rotating the
electrode, the nanoplatelets grew in a tree-like manner forming globular clusters with more
exposed area than in the case of nanostructures synthesized under stagnant conditions. When
H,O, is present in the electrolyte, the nanoplatelets were very small, and they aggregated
forming very thin layers with high surface areas, which in turn resulted in higher photoelec-
trochemical efficiencies.

For nanostructures of iron oxide (mainly a-Fe,0,), stagnant conditions resulted in nanostruc-
tures with an initiation layer that partially covered the top of the nanotubular structure. This
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layer was removed under hydrodynamic conditions, in particular at 1000 rpm. At higher
rotation velocities, collapsed and stacked nanostructures were formed, which caused lower
photoelectrochemical efficiencies. Rotating the electrode during anodization at 1000 rpm led
to nanotubular structures with suitable donor densities values and flat band potentials (as MS
results indicated), which enhanced photoelectrochemical results.

In the case of ZnO/ZnS heterostructures, high applied potentials and hydrodynamic condi-
tions during anodization led to nanotubular morphology which resulted in higher photo-
electrochemical performance. In particular, heterostructures anodized at 40 V and under
hydrodynamic conditions presented the best photocatalytic behavior and good photocorro-
sion resistance.
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Abstract

Until recently, for reducing the environment pollution, the combustion catalysts based
on noble metals was considered the most active, practically irreplaceable. Their high cost,
high thermal instability, high sensitivity to deactivation and to the attack of some harm-
ful elements or compounds determine the intensification of studies to replace them with
new cheaper and stable catalysts. Numerous experimental data from literature indicate
that the semiconductive oxidic compounds can compete with combustion catalysts based
on noble metals from catalytic activity standpoint. Recent studies led to the realization of
remarkable catalytic activity at moderate (350-600°C) and high (over 600°C) temperatures
at some oxidic perovskite compounds, which contain transition metals. In this study are
presented a series of nanostructured oxidic compounds with perovskite structure, based
on transition metals and synthesized by the precursor method of self-combustion, using
polyvinyl alcohol as colloidal medium, for catalytic combustion of some volatile organic
compounds at low (50-350°C) and moderate temperatures. The catalytic activity of the
perovskite compounds in the total oxidation reactions of the gases is largely determined
by the amount of weakly bound surface oxygen species which in turn depends on the
presence of oxygen vacancies.

Keywords: perovskites, nanostructures, oxidation, self-combustion, catalytic
combustion

1. Introduction

Until recently, for reducing the environment pollution, the combustion catalysts based on
noble metals were considered the most active, practically irreplaceable. Their high cost, high
thermal instability, high sensitivity to deactivation and to the attack of some harmful elements
or compounds determine the intensification of studies to replace them with new cheaper and
stabler catalysts.

© 2018 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
InteChOpen Commons Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
distribution, and reproduction in any medium, provided the original work is properly cited. [{(cc) ExgIN
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Catalysis is a procedure through which the kinetic of a chemical reaction is positively or
negatively influenced by the presence of another substance, called catalyst. The catalyst is
a substance, which participates in reaction, but is found unchanged at the end of reaction.
The catalyst does not appear in the equation of the chemical reaction, nor is it in an apparent
stoichiometric ratio with the reacting substances.

Catalyst important property consists of that it can reduce the reaction activation energy. In this
way, the reactions can be triggered and developed in such conditions of temperature, pressure
or concentration at which the reaction could not occur without catalysis. The catalyst can only
accelerate or trigger the thermodynamically possible reactions, namely spontaneous reactions
running freely toward the equilibrium, therefore reactions with negative free enthalpy.

Catalysts can be metals, oxides, bases, salts, and so on, which once introduced in the reaction
medium in small or very small amounts, take part in a certain stage of chemical reaction,
but at the end of the reaction, they can be found in the initial quantity without suffering any
chemical transformation.

Catalysis can be of two types:

* Homogeneous catalysis in which both the catalyst and the reacting substances are miscible
and form a homogeneous system consisting of a single phase, gaseous or liquid, for instance an
acid added in an aqueous solution of reagents. Catalyst intervention is exclusively chemical.

* Heterogeneous catalysis, in which the catalysts and the reagents form a heterogeneous
system consisting of several phases. The catalyst is usually under solid state, while the
reagents are in solid or gaseous state. Catalyst intervention is both chemical and physical.

Heterogeneous catalysis occurs in three successive stages:

* adsorption of reagents molecules on catalyst surface;
¢ reaction between adsorbed molecules, with the participation of catalyst active centers;

¢ desorption of reaction products, that is, the substances resulted from reaction pass into the
environmental medium.

Adsorption can be of two kinds: adsorption though van der Waals forces, and activated
adsorption (chemosorption). Adsorption though van der Waals forces occurs rapidly and at
low temperatures, and the van der Waals heats are small. Activated adsorption (chemosorp-
tion) is slow and accompanied by a bigger heat elimination than in the previous case because
bonds of chemical nature are also established, as the result of the interaction between reagents
molecules and the atoms of the catalyst active centers.

Combustion (burning) of a gas in air is a homogeneous reaction at high temperature and
occurs in certain conditions [1]. The air/gas ratio has a minimum value and a maximum value
(defining the flammability interval) within which the combustion can occur, interval specific
to each flammable gas. Flammability interval increases with the increase of temperature and
decrease of activation energy.
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At a high enough temperature or at a small enough activation energy, combustion can occur
for any air/gas ratio. Burning in the air the most usual combustibles, hydrocarbons, is accom-
panied by the release of polluting gases, especially carbon monoxide (CO), nitrogen oxides
(NO,) and various unburnt hydrocarbons (HC). Figure 1 shows the variation of polluting
gas concentration (pollution level) with temperature during hydrocarbons burning in air.
At higher burning temperatures, the concentration of nitrogen oxides increases. With the
decrease of burning temperature, the amount of carbon monoxide and unburnt hydrocarbon
increases. One can state that burning any combustible in air is unavoidably accompanied by
polluting gases generation.

Catalytic combustion is the reaction of combustible gas oxidation in the presence of a catalyst.
In almost all the cases, it is an heterogeneous reaction, the catalyst being a solid substance.
Depending on catalyst, the reaction can occur at low, medium or high temperature, at very
small concentrations of gas in air, and can be complete without generating polluting gases.

Unlike the noncatalytic combustion, at which the reaction thermally propagates through-
out the available volume, in the case of catalytic combustion, the reaction only occurs at the
catalyst surface. The model of the catalytic combustion describes a flux of reagents molecules
toward the catalyst surface, and a reverse flux of reaction products molecules, as well as a
heat flux. Catalytic combustion can be amplified by increasing the catalyst surface or the gas
velocity at catalyst surface.

Usually, the catalyst consists of a substrate (metallic or ceramic) which provides the cata-
lyst its form and mechanical strength, a ceramic support (alumina, zirconia, magnesia, silica,
ceria, hexa-aluminates, etc.) with high specific surface area (aria/mass), and an active sub-
stance impregnated in support or deposited on it [2—4]. Sometimes, the active atoms are also
introduced in the oxide composition support [5].

Catalytic combustion can occur at low (between 50 and 350°C), medium (between 350 and
600°C), or high (above 600°C) temperature.

CD NGI

HC

Pollution level

Flame temperature

Figure 1. Variation of the pollution level with temperature during hydrocarbons burning in air.
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Catalytic combustion at low and medium temperature is used to eliminate from air the pol-
luting gases, volatile organic compounds (VOC), such as solvents vapors, mine gases, com-
bustible gases released from industrial installations, and so on. Combustion occurs according
to usual reactions, such as:

2.CO+0, - 2-CO, (1)

(C,H,0,)+0, » CO,+H,0 2

Generally, it is used when the concentration of combustible gases in air is very reduced and
unable to keep the fire alive [6]. Still another possible utilization now studied is at combustible
cells that can work at such temperatures. In this case, catalysts efficient at low and medium tem-
perature which significantly reduces the activation energy of combustion reactions are used.

High-temperature catalytic combustion pursues complete burning and diminution of pollut-
ing gas emission. It is generally used in the installations which generate heat and energy. The
concentration of combustible gases is high enough for a homogeneous combustion, but the
purpose is a complete burning and diminution of polluting gases. The diminution of activa-
tion energy results in catalytic combustion of combustible polluting gases, while the decrease
of the burning temperature decreases the concentration of nitrogen oxides. Through this type
of catalysis, one can produce stable burning of combustible gases with small caloric power,
different types of biogases, as well as of some gases considered as noncombustible, such as
ammonia, chlorinated hydrocarbons or nitrogen monoxide, like in the reactions below:

4-NH,+3-0, - 2-N,+6-H,0 @3)
(C,H,Cl)+0, - CO,+H,0+HCl 4)
4.-NO+4-NH,+0, —» 4-N,+6-H,0 (5)

The utilized catalysts in this case are from the category of those stable at high temperature,
which yet are not the most active. For this reason, usually a number of catalysts are used in
several stages of the combustion device temperature.

A special category of catalytic combustion is that used to reduce the pollutants from burnt
gases evacuated by gas turbine and car motors (catalytic post combustion). The reactions
occur in difficult conditions: moderate temperature, reduced oxygen amount, big number
of polluting compounds in small concentration. A combination of catalysts is used, having
both a reducing character to reduce the nitrogen oxides, and oxidizing character, for unburnt
hydrocarbons oxidation [7]. There is also a mechanism of nitrogen oxides catalytic reduction
by the combustible gases (unburnt hydrocarbons and carbon monoxide).

Until the recent years, aiming to reduce the environment pollutants, catalysts based on noble met-
als (platinum, gold, palladium, rhodium, iridium), as well as their alloys with other metals have
been considered the most active, practically irreplaceable. Yet, their high cost, high temperature
instability, high sensitivity to deactivation and to noxious elements or compounds, determined
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an intensification of the studies meant to replace them with cheaper and more stable catalysts
[2, 8, 9]. Due to the high cost of the noble metals, the utilization of these catalysts is restricted
to industrial processes where the noble metals from used catalysts are recovered. The literature
indicates that the oxide compounds can enter in competition with catalysts based on noble metals
in terms of catalytic activity. Remarkable catalytic properties have been discovered to a number
of oxide compounds: oxides of some metals, ferrites, perovskites, and so on. Recent researches
resulted in the realization of remarkable catalytic activities at medium and low temperatures at
some oxide compounds with perovskite structure. The first practical results were reported more
than two decades ago, but most of the researches were performed in the last years.

Simple perovskites have the general formula ABO, the same as the natural mineral
“perovskite” (CaTiO,) with face centered cubic crystalline structure, but the perovskites can
also have other crystalline structure [10]. The elementary cell of a simple perovskite with
cubic structure consists of a single molecule. In the peaks of the cube there are the A type
ions with big ionic radius, which can be, for instance, Ca*, Ba*, Sr*, Cd*, Pb*, La*, Pr**, Nd¥,
Gd*, Y*. In the cube center, there are B-type ions with smaller radius, for example Fe*, Mn*,
Cr*, AI*, Ti*, Mn*. The oxygen ions are located in the cube face centers. The sample surface
properties (surface composition and specific area) are also important in the case of catalytic
combustion that uses perovskites.

Porous nanocrystalline compounds have a quite large surface area. Nanocrystalline particles can
have a normal crystalline core and a shell with altered crystalline structure, their composition
being different from that of the core. Their properties can be controlled through substitutions
at A and B positions or by modifying the oxygen quantity. Through a slight modification of
the initial composition of perovskite material, following a heat treatment, the dopant ions are
concentrated at particles surface and influence to a great extent the physical surface properties.

A catalyst good for catalytic combustion of gases or vapors must satisfy four major conditions:

¢ reduce the combustible gas concentration to minimum;
¢ activate at minimum values of gas concentration;
* manifest catalytic conversion at minimum temperature;

* have a maximum utilization duration until deactivation (poisoning).

Since the heterogeneous catalysis is a surface phenomenon, its efficiency is determined by
both chemical composition and catalyst surface structure. Generally, nanostructured oxide
compounds are used [2, 11-13] obtained by various procedures [11, 12, 14, 15]. The nanostruc-
ture is the one which provides a large specific surface area and a superior catalyst reactiv-
ity [15]. Generally, a nanoparticle possesses a single phase crystalline core and a shell with
altered crystalline structure and with several secondary phases, having a composition dif-
ferent from that of the core. When the material composition is non-stoichiometric, the atoms
in excess are concentrated into the phases which form the particle shell that takes effective
part in catalysis. Particles shape, dimension and superficial structure are determined by their
preparation procedure. If the oxide nanoparticles are obtained through special synthesis and
growth procedures, they have special catalytic properties which depend on the preparation
procedure and the used support [11, 16].
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There are numerous procedures to produce nanoparticles of oxide compounds, some general
and other specific to catalysts. A procedure specific for catalysts preparation is support impreg-
nation. The support is realized under the form of a ceramic microporous material and is impreg-
nated with salts solutions [4, 7]. By assembly calcination, oxide compounds with nanostructure
are formed inside the pores. The catalytic reaction occurs inside the pores and is intensified by
a forced gas circulation through the catalyst. Preparation procedures for nanoparticles with
catalytic properties represent the object of numerous researches and invention patents. The
composition of combustion oxide catalysts is very diversified. The substances are stable oxide
compounds and contain various active metal ions. Utilization of nontoxic compounds, easy to
prepare, with high thermal and chemical stability and a low cost is preferred.

2. Reports from the specialized literature on a series of perovskites
used for catalysts realization

Systematic studies of a big number of oxide compounds have proved that the catalytic activity
represents a common phenomenon for the oxide compounds, perovskites included [17-30].
Recent specialized literature reports on a series of perovskites used for catalysts realization.

One of the first studied oxide catalysts [17] was simple perovskite CuCoO, on y-Al O, sup-
port. This has been analyzed in comparison with a classical catalyst with platinum, in pro-
pylene elimination from the gases released in polypropylene preparation installations. It was
found that this catalyst can successfully replace the classical catalyst with platinum.

Milt et al. have prepared perovskites LaCoO, and LaFeO, by the explosion method obtaining
methane catalytic conversion over 650°C [18].

Hammanmi et al. obtain simple lanthanum LaMnO,, prepared by citric acid gel process and
heating at 700°C obtaining methane catalytic conversion over 600°C [19].

The complex perovskite with oxygen deficit La, A FeO, ,, (where A =Ca, Sr. and x =0.1-0.2)
prepared through the method of complexing with citric acid was studied for catalytic com-
bustion of ammonia at temperatures of 700-1000°C. A good catalyst selectivity to the reaction
of nitrogen oxide formation was found [20].

Batis et al. obtain good catalytic properties in methane combustion over 800°C using manga-
nite La ,Ca  MnO, , prepared by thermal decomposition of a liquid precursor of lanthanum
and calcium nitrates and manganese acetate, followed by calcination [21]. Ponce et al. found
that the stability of Mn*" ions seems to be the crucial factor determining the catalytic activity
of manganites in the oxidation of methane in the temperature range 200-800°C [22].

Alifanti et al. synthesized LaCoO, perovskite on Ce, Zr O, (x =0-0.3), for which the support was
prepared by complexation with citric acid and calcined at 700°C for 6 h. The support was succes-
sively impregnated with excess aqueous solution of La and Co nitrates (La/Co ratio 1/1) and citric
acid, and the surface area achieved was between 23.6 and 22.7 m? g™! for the 10 and 20 wt% sup-
ported catalysts, respectively, and 11.3m? g™ for the unsupported perovskite. The same study
reported that LaCoO,/Ce ,Zr O, (20 wt%) achieved the best performances completely oxidizing

1700 ppm of benzene and toluene (air flow 100 mL/min) at around 450 and 350°C, respectively. It
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also found that the bulk perovskite achieved a total conversion of benzene at a similar tempera-
ture while a higher temperature of 450°C was needed to fully oxidize toluene [23, 24].

Zhang et al. realized a study on some perovskites type La—Sr—Co-O, being able to obtain in
the case of the compound La,Sr,CoO, the catalytic combustion of CO over 125°C [25].

Huang et al. prepared La, Cu ,MnO, and La, Sr, ,MnO, for the removal of toluene (6000 ppm
GHSV 5000h™) in the presence of dodecyl mercaptan and both catalysts lost activity over
time due to the formation of CuSO, or SrSO,. The activity decreased with the increase of SO,
concentration and dropped to around 30 and 20% of toluene conversion over 150 h operations
with SO, of 60 ppm for La St ,MnO, and La ,Cu,,MnO,, respectively [23, 26].

3. Obtaining nanomaterials with perovskite structure by the
precursor method of self-combustion

A recent method of nanoparticles preparation, including those with perovskite structure
is the precursor method of self-combustion [31-38], which uses as colloidal precipitation
medium the polyvinyl alcohol in various mass ratios with the metals. This method permits to
obtain oxide compounds with homogeneous nanograined porous highly pure structure and
reproducible properties. It is superior to other known conventional methods.

In essence, the precursor method of self-combustion consists of the co-precipitation with
ammonia of the hydroxides from a mixture of nitrates solutions in a colloidal medium of
polyvinyl alcohol. The dried precipitate contains an intimate and very homogeneous mixture
of hydroxides, ammonium nitrate and polyvinyl alcohol. Microstructure of the precipitate
and the final product can be modified by changing the ratio between the mass of polyvinyl
alcohol and the mass of metal ions [32]. As in the case of a pyrotechnical mixture, the dry
precipitate is enflamed at a point and suffers a rapid autonomous combustion which results,
due to the very short reaction time, an oxide compound with nanometer structure, under the
shape of powder (Figure 2(a)). A subsequent heat treatment will result in a controlled increase
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Figure 2. Getting perovskites by the precursor method of self-combustion (a); SEM micrography for a perovskite
obtained by this method (b).
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of crystallites to the size necessary for applications, with single phase core and a possible
poly-phase superficial layer.

In the SEM micrography of a sample of LPMO perovskite (Figure 2(b)), one can notice agglom-
erations of sub-micron grains of irregular shape, with inter-grains pores and large tubular
pores (under 1 um), favorable to gas access into the samples. This open-pores system appeared
during the self-combustion reaction, through which a large amount of gases was eliminated.
This porous structure appears at all the oxidic compounds prepared through this method.

4. Nanostructured perovskites for catalytic combustion of gases and
of some volatile organic compounds

In this subsection are presented and characterized a series of perovskites (SrtMnO,, SrCoO,,
MnFeO, and GdAIO,) obtained by the precursor method of self-combustion use for catalytic com-
bustion of some volatile organic compounds (acetone, benzene, propane and Pb free gasoline).

4.1. Catalysts preparation and characterization

Nanograined perovskite powders of nominal compositions: SrtMnQO, (P1), SrCoQ, (P2), MnFeO,
(P3) and GdAIO, (P4) were prepared by the precursor method of self-combustion followed by
heat treatment. It was used metal nitrates, ammonium hydroxide and polyvinyl alcohol (PVA)
as starting materials. A solution containing metal nitrates was mixed with an aqueous solution
(10% concentration) of polyvinyl alcohol. A small amount of NH,OH solution (10% concentra-
tion) was dropped to adjust the pH value to about 8. This produced a sol of metal hydroxides
and ammonium nitrate. By drying at 100°C for 12 h, the sol was turned into a dried gel. The
dried gel was ignited in a corner and a combustion reaction spontaneously propagated through
the whole gel. The obtained powders were calcinated at 500°C to eliminate the residual organic
compounds. Finally, the calcined powders were annealed in air at 1000°C, 7 h.

The structure and surface properties of the heat-treated samples were investigated by X-ray
diffraction (XRD), scanning electron microscopy (SEM), energy dispersive X-ray analysis
(EDX) and Brunauer-Emmett-Teller (BET) analysis.

The catalytic testing of the perovskite catalysts in the flameless combustion of some selected
gases was carried out at atmospheric pressure in a flow-type set-up (flow rate of 100 cm?*/min
and VOC concentration in air of 1-2%.). The catalyst powder (0.3-0.5 g) was sandwiched
between two layers of quartz wool in a quartz tubular microreactor (diameter of 7 mm)
placed in an electrical furnace. The increase of the temperature was made in steps of 50°C,
from 50 to 550°C. At every predetermined temperature, as a result of catalytic combustion,
the gas concentration at the exit of reactor will be smaller than the inlet gas concentration.
The catalytic activity of the perovskite catalysts under study was evaluated in terms of the
conversion degree of gases over catalysts calculated as [28, 29, 39]:
c. —C

C = 2 100(%), (6)
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where c, and ¢, are the inlet and outlet gas concentration, respectively, measured by a photo-
ionization detector (PID-TECH) for gases and VOCs. Data were collected when the flameless
catalytic combustion had reached a steady state, after about 20 min at each temperature. These
experiments were repeated decreasing the temperature and similar results were obtained,
indicating the stability of perovskites over time, and the absence of the deactivation [39-41].

4.2. Results and discussion

4.2.1. Structural properties

The XRD patterns at room temperature of the analyzed perovskites are shown in Figure 3.
From the analysis of these diffractograms ensue that samples have a good crystallinity in the
specified thermal treatment conditions. All samples were indexed as perovskite structures,
without the presence of any foreign phase.
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Figure 3. X-ray diffraction patterns of the investigated perovskites.
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The structure of crystalline phases, average crystallite size D,,,, derived from XRD data,
specific surface area S,,. and pore volume obtained from nitrogen adsorption/desorption
isotherms at 77 K, are given in Table 1.

The average crystallite size derived from XRD data was found to be in the range of 40-89 nm.
The smallest crystallites were identified in the GdAIO, perovskite.

The surface morphology of the studied perovskites is shown in SEM micrographies given
in Figure 4(a-d). Generally, the samples are characterized by a very fine structure being
composed of aggregates of nanograins with irregular shapes and sizes, with a pronounced
intergranular porosity and channels that are favoring the adsorption or desorption of the gas
around particle agglomerates.

The chemical elemental composition of the powders heat treated was confirmed by the energy
dispersive X-ray spectra (EDX). The obtained chemical elemental composition is typical for
this perovskite (any foreign element is absent). Figure 4(e-h) presents the EDX spectrum for
this perovskites. Moreover, the composition of the sample is similar to the nominal one, ABO,,
that is, the A/(A + B) or B/(A + B) ratio is close to 0.5 (where A and B are given in at.%).

4.2.2. Catalytic activity of perovskites

The catalytic performances of the studied perovskites in the flameless combustion of some
VOCs (acetone, propane, benzene and Pb free gasoline) were investigated in the temperature
range 50-550°C. The results are presented in Figure 5(a—d), where the gas conversion was
plotted as a function of the reaction temperature for each perovskite composition.

The catalysts exhibited substantial differences in catalytic activity, in the studied temperature
range. Increasing the reaction temperature facilitates gas combustion. The gas combustion
over STMnO, catalyst started at much lower temperatures (at about 100°C) compared to the
other perovskites. The greater activity of SrMnQO, catalyst toward the conversion of VOCs
indicates the availability of reactive oxygen species on the catalyst surface. This suggests
oxygen may be less anchored on the perovskite surface and be more available for VOCs
oxidation, probably because of the presence of a noteworthy amount of Mn* ions [39, 41].

The MnFeO, and SrCoO, catalysts exhibited high catalytic activity only toward acetone con-
version and proved poor catalytic performance in catalytic combustion of propane, benzene
and gasoline. This behavior may be related to some rearrangement of their lattice structure
and, as a consequence, of the active site structure, on which the catalytic properties of these
perovskites depend. It is interesting to point out the strong influence of temperature on the

Sample symbol Crystalline phases D,;p (nm) Sppr (M*g) Pore volume (cm*g™)
P1 Hexagonal 88.9 2.2 0.0010
P2 Hexagonal 59.9 19 0.0030
P3 Cubic 59.2 3.2 0.0044
P4 Orthorhombic 39.6 9.8 0.0018

Table 1. Structure characteristics of investigated perovskites.
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Figure 4. SEM micrographs (a—d) and EDX spectra (e-h) for the studied perovskites.

acetone conversion over the MnFeQ, catalyst. The acetone conversion started at a low tem-
perature (150°C) and the conversion degree sharply increased from 10 to 80% as the tem-
perature increased from 200 to 300°C (Figure 5(a)). This behavior was not observed with the
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Figure 5. Conversion vs. temperature for catalytic flameless combustion of acetone (a), propane (b), benzene (c) and Pb
free gasoline (d).

other perovskites. In contrast with the MnFeO, catalyst, the SrCoQO, catalyst started the acetone
conversion near 200°C and 80% acetone conversion was obtained at a higher temperature, of
450°C [41].

In Table 2 are given the values of the gas conversion at 500°C and the values of the kinetic
parameters (reaction rate and apparent activation energy) for gas oxidation over the studied
perovskite catalysts. The apparent activation energies for the catalytic reactions were calcu-
lated by means of the Arrhenius type plot of the natural logarithm of the rate constant k at
low conversion (below 10-15%) versus inverse temperature (1/T). This plot is a straight line,
and from its slope, the apparent activation energy was calculated. One can observe that the
reaction rate normalized to specific area changes from 3.8 x 102 to 140 x 10 pmol s m™
The higher the reaction rate is higher, the more active is the catalyst. Note also the wide vari-
ation in activation energies from 40 kJ/mol (5rCoO, toward gasoline combustion) to 98 k]J/
mol (MnFeO, toward acetone combustion). The smallest values (31-37 kJ/mol) of the appar-
ent activation energy were obtained for the SrMnO, catalyst with the best catalytic activity.

The differences observed between the activation energies suggest that the nature of the
catalytic sites differs from one perovskite to the others. The smaller values of the activation
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vocC Sample Conv,, (%) Reaction rate (umol s m™) Activation energy (KJ mol™)
Acetone P1 75 140 x 1072 37
P2 85 16 x 10 41
P3 85 65 %1072 98
P4 78 67 x 107 89
Propane P1 95 9.8 x10 31
P2 32 3.8x10? 48
P3 32 6.1x107 80
P4 65 7.8 x 10 71
Benzene P1 55 26 x 1072 35
P2 32 56 x 1072 44
P3 32 17 x 10 45
P4 62 6.5x107? 68
Pb free gasoline P1 83 55 x 102 36
P2 30 11 x 10 40
P3 20 12 x 10 47
P4 25 42 %101 62

Reaction rate for VOC concentration at low conversion per unit surface area of catalyst.

Apparent activation energy for low conversions.

Table 2. VOCs conversion at 500°C and kinetic parameters (reaction rate* and activation energy®) for perovskite catalysts.

energy for the samples SrCoO, and SrMnO, can indicate a contribution of the mass transfer
effects [41, 42]. The values of the kinetic parameters obtained by us are comparable to those
presented by other authors for other perovskite type oxides and VOCs [18, 41, 43].

The S5rCoO, and MnFeQO, catalysts were able to convert 85% acetone at 500°C, whereas the
conversion of the other gases was below 30%. The SrMnQO, catalyst was able to convert
95% propane, 83% Pb free gasoline, and 75% acetone at 500°C. The low specific area of the
SrMnO, perovskite does not seem to take part in the higher activity of this catalyst. The
improved catalytic activity of StMnO, may be ascribed to the higher oxygen mobility due to
the oxygen vacancies generated by the presence of manganese ion with variable valence. The
difference in the catalytic activity of the studied perovskites cannot be explained by their
different specific surfaces. There are many hypotheses about the mechanism of oxidation
of VOCs on the oxide compounds. According to one accepted opinion, at low temperatures
(below 400°C), the catalytic activity of the perovskite oxides in the total oxidation reactions
of the gases is largely determined by the amount of weakly bound surface oxygen species
which in turn depends on the presence of oxygen vacancies [41, 44]. The weaker the oxygen
binding at the catalyst surface is, the more active the catalyst for complete oxidation of gases
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is [45-47]. The surface oxygen species (O, O, , O*) involved in the catalytic combustion may
come from the gaseous molecular oxygen and from the lattice oxygen [41, 48, 49]. The inter-
action of surface active oxygen species with reactants has an important role in mechanism
of VOCs total oxidation (suprafacial mechanism) over perovskites oxide, and this is widely
accepted to explain the gas oxidation over mixed oxide catalysts [39, 41, 44].

5. Conclusions

The oxide nanostructured materials, especially the perovskites, can have special catalytic com-
bustion properties, and during the last years, there are several works and accomplishments in this
connection. Such materials are especially interesting due to their high thermal stability, reduced
cost, wide diversity, selectivity to various reactions, as well as to their availability in large amount
for wide consumption products (exhaust mulffler, filtering installations, addition in liquid com-
bustibles, cigarettes filters, etc.), as well as for work and environment protection equipment.

A recent method of nanoparticles preparation, including those with perovskite structure
is the precursor method of self-combustion, which uses as colloidal precipitation medium
the polyvinyl alcohol. This method permits to obtain oxide compounds with homogeneous
nanograined porous highly pure structure and reproducible properties. It is superior to other
known conventional methods.

By the precursor method of self-combustion followed by heat treatment in air, several nano-
structured perovskites with various compositions (SrMnQO,, SrCoO,, MnFeO, and GdAIO,)
were prepared for catalyst applications. The catalytic tests of the perovskites in the flameless
catalytic combustion of acetone, propane, benzene, and Pb free gasoline evidenced that the
degree of the catalytic activity varied considerably with the composition of perovskite. The
SrMnO, catalyst is generally more active than the other catalysts. The StMnO, catalyst is
able to convert 95% propane, 83% Pb free gasoline and 75% acetone at 500°C. The SrCoO,
and MnFeO, catalysts are able to convert 85% acetone at 500°C whereas the conversion of
the other gases was below 30%. It is worth noting the sharp increase of the acetone con-
version over MnFeQ,, from 10 to 80% as the temperature increases from 200 to 300°C. The
difference in the catalytic activity of the studied perovskites cannot be explained by their
different specific surfaces. A possible explanation for the change in the catalytic properties as
result of modification of perovskite composition may be either the different reactivity of the
active oxygen species involved in the catalytic oxidation, or the variation in the number of
active sites on the perovskite surface determined by the specific structural properties of each
perovskite [41, 50].
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Abstract

Proton exchange membrane (PEM) electrolysis is industrially important as a green source
of high-purity hydrogen, for chemical applications as well as energy storage. Energy
capture as hydrogen via water electrolysis has been gaining tremendous interest in
Europe and other parts of the world because of the higher renewable penetration on their
energy grid. Hydrogen is an appealing storage medium for excess renewable energy
because once stored, it can be used in a variety of applications including power generation
in periods of increased demand, supplementation of the natural gas grid for increased
efficiency, vehicle fueling, or use as a high-value chemical feedstock for green generation
of fertilizer and other chemicals. Today, most of the cost and energy use in PEM
electrolyzer manufacturing is contributed by the cell stack manufacturing processes. Cur-
rent state-of-the-art electrolysis technology involves two options: liquid electrolyte and
ion exchange membranes. Membrane-based systems overcome many of the disadvan-
tages of alkaline liquid systems, because the carrier fluid is deionized water, and the
membrane-based cell design enables differential pressure operation.

Keywords: hydrogen, renewable energy, proton exchange membrane (PEM) water
electrolysis, nanostructure, oxygen evolution reaction (OER)

1. Hydrogen as a future energy carrier

Eighty-five percent of the energy consumed globally is provided by fossil fuels, namely coal, oil,
and natural gas [1]. Fossil fuels come from finite resources which will eventually become scarce
and difficult to explore. Thus, fossil fuels are considered nonrenewable energy sources [2].
Furthermore, consuming fossil fuels produces greenhouse gases and other byproducts, causing
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climate change and air pollution. The growing demand for energy requires a rapid shift from
fossil fuels to renewable energy sources, such as wind, solar, biomass, hydropower, and geother-
mal energy [3]. In this context, hydrogen was proposed as a promising candidate for a secondary
source of energy as early as 1973 [4]. Being a potential energy carrier in the future, hydrogen
plays an important role in the path toward a low-carbon energy structure that is environmentally
friendly [5-10].

1.1. Hydrogen production from renewable energy sources

Currently, the steam reforming process is the most economical way of producing hydrogen. In
fact, as much as 96% of hydrogen is made from hydrocarbon fuels [5], which neither address
the dependence on finite resources nor reduce the amount of carbon from the energy structure.
An alternative way of producing hydrogen is the power-to-gas strategy where intermittent
energy resources are transferred and stored as hydrogen (Figure 1). Here, hydrogen is mainly
produced from water electrolysis where water is split into hydrogen and oxygen by supplying
electrical energy:

HQO electricity H2 + E 02 (1)

In an electrolyzer, the above reaction is separated by an electrolyte (either in liquid or solid
form) into two half reactions. The hydrogen evolution reaction (HER) occurs at the cathode:

2H' +2¢~ — Hot, E° =00V )
While the oxygen evolution reaction (OER) occurs at the anode:

1
mO—QHqu+§@uﬁ:LBV )

Water electrolysis technologies are classified into three categories based on the applied electrolyte:
alkaline water electrolysis, proton exchange membrane (PEM) water electrolysis, and solid oxide
water electrolysis [11]. PEM water electrolysis systems provide several advantages over the other
two electrolysis technologies, such as higher rate of hydrogen production, more compact design,
and greater energy efficiency [12-15]. Compared to alkaline electrolysis, the solid electrolyte
membrane in PEM electrolysis reduces the hydrogen crossover significantly and thus allows for
high-pressure operation. In addition, as required by the role of electrolytic hydrogen production
in renewable energy storage, dynamic response of PEM water electrolysis is superior to alkaline
electrolysis or solid oxide electrolysis. The large quantity of liquid electrolyte in alkaline electrol-
ysis requires the proper temperature to be maintained and could raise issues for a cold start. On
the other hand, solid oxide electrolysis operated in a temperature range of 500-700°C is more
suitable for constant operation than a dynamic response where the heat-up step could be slow.

The produced hydrogen can have several pathways to different applications (Figure 1). It can
be utilized for hydrogen fueling stations to power fuel cell vehicles or feed the combined heat
and power (CHP) units for household uses. Moreover, the electrolytic hydrogen can be used as
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Figure 1. Schematic diagram of power-to-gas strategy.

chemical feedstock in methanation after combining with CO, stream from biogas or flue gas to
produce renewable natural gas. Further, the generated hydrogen can also be consumed as a
raw material by hydrogen users such as oil refining and semiconductor industry. Finally, the
hydrogen can be transferred to electricity when the grid demand is high.

Hydrogen can also be produced from biomass via pyrolysis or gasification. Wood, agricultural
crops and its byproducts, organic waste, animal waste, waste from food processing, and so on
are all sources of biomass. Biomass pyrolysis is basically [9]:

Biomass + Heat $2~7°K1-5bar cpy, 1 CO + H, + other products (4)

Employing catalysts, such as Ni-based catalysts, can enhance the yield of hydrogen from
biomass pyrolysis. Moreover, hydrogen production can be improved by introducing steam
reforming and water-gas shift reaction to the pyrolysis [9]. For the gasification process, bio-
mass is pyrolyzed at higher temperatures producing mostly gaseous products [9]:

Biomass + O or HyO $5=1275K CH,, CO, Hy, CO,, HyO + other hydrocarbons + char + tar +ash  (5)

It is beneficial that biomass pyrolysis and gasification can be operated in small scale and at
remote locations, which reduces the cost of hydrogen transportation and storage and improves
the availability of hydrogen to end consumers [16]. In addition, pyrolysis and gasification can
consume a wide range of biomass feedstocks [16]. Therefore, biomass is recognized as a major
renewable and sustainable energy source to replace fossil fuel.

1.2. Hydrogen storage

Currently, hydrogen storage in high-pressure vessel is the most widely used method [7].
However, hydrogen is pressurized up to 700 bar for practical purposes such as the refueling
time at a hydrogen station or the driving range for a fuel cell vehicle [17]. Hydrogen compres-
sion to 700 bar consumes a lot of energy that makes the volumetric energy density decrease
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from 10 to 5.6 MJ/L, much lower than gasoline (34 MJ/L) [6, 17]. Therefore, solid-state storage is
usually coupled with high-pressure hydrogen vessels. For example, hydrogen can be stored in
the interstitial sites of metal hydride crystals [17]. This method achieves higher volumetric
energy density at room temperature than liquid hydrogen and consumes less operating energy
for storage. Thus, metal hydride cartridge is suitable for portable application due to the
convenience of refill/replace [7, 18]. In addition, with appropriate hydrogen refill and release
properties at room temperature, metallic hydrides are good for stationary energy storage [17].
One drawback of solid-state storage is that metallic hydrides contain heavy transition metals,
which reduce the gravimetric energy density of the device [19].

In summary, hydrogen offers several advantages as an energy carrier: its combustion produces
energy and only water that is carbon-free as a byproduct; it can be produced from renewable
and sustainable sources; its energy can be distributed quite easily, in accordance with the end
user’s requests and with the development of new technologies for transportation and storage; it
may be used in both centralized or distributed energy production [7]. In spite of these advan-
tages, hydrogen has failed to be widely used in energy systems due to numerous barriers,
including costs of production and storage and the availability of infrastructure [10]. This chapter
focuses on the technological challenges of PEM water electrolyzers for hydrogen production.

2. Introduction of PEM water electrolysis

2.1. Fundamentals of PEM water electrolysis

Figure 2 shows the schematic diagram of PEM water electrolysis. The electrolysis process is
an endothermic process and electricity is applied as the energy source. The water electroly-
sis reaction is thermodynamically possible at potentials higher than 1.23 V vs. RHE (revers-
ible hydrogen electrode). The thermoneutral potential at which the cell can operate
adiabatically is 1.48 V vs. RHE. Typical PEM water electrolysis devices operate at potential
well over 1.48 V vs. RHE and heat is generated by the reaction [15]. The PEM water
electrolysis system, similar to proton exchange membrane fuel cell (PEMFC), anode and
cathode is separated by a solid polymer electrolyte (Nafion) of thickness below 0.2 mm. At
the anode, water is oxidized to produce oxygen, electrons, and protons. The protons are
transported across the electrolyte membrane to be reduced to hydrogen. The catalyst for
water oxidation or oxygen evolution is typically iridium, which can withstand the corrosive
environment due to high overpotential on the anode. Water is channeled to the anode by a
titanium flow field, and a piece of porous titanium mesh is placed between the anode
catalyst layer and the water channel serving as the diffusion layer. The cathode configura-
tion is similar to the PEMFC with Pt-based catalyst and a graphite flow field to transport
hydrogen. A piece of carbon paper is used as the gas diffusion layer (GDL) placed between
the cathode catalyst and the flow field.

The hydrogen production rate of ideal electrolysis is proportional to the charge transferred,
according to Faraday’s law. It can be expressed as [20]:
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Figure 2. Schematic diagram of PEM water electrolysis and the fundamental thermodynamic properties.
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where N is the total number of cells in the system and Iy is the electric current. ng is the
Faraday efficiency, or current efficiency, and is defined as the ratio of ideal electric charge and
the practical charge consumed by the device when a certain amount of hydrogen is generated.
N is usually about 0.95 [20]. The specific energy consumption E (kWh/Nm?) for a given time
interval At is:

)
At
o frodt
Another important parameter for PEM water electrolysis is the efficiency:
HHV
n=—f ®)

where HHYV is the higher heating value of hydrogen (39.4 kWh/kg at STP). Since PEM water
electrolysis is usually supplied by liquid water, the HHV assumes that all the heat from the
water is recovered by restoring the water temperature to the initial ambient state [20].

2.2. Challenges for PEM water electrolysis: the OER catalyst

Significant advances are needed in catalyst and membrane materials as well as the labor-
intensive manufacturing process for PEM water electrolysis to be cost-effective for wide-
spread application in renewable energy systems [21]. The state-of-the-art anode catalyst in
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conventional PEMWEs is iridium oxide (IrOx) or mixed oxide with ruthenium [22, 23]. Typical
catalysts for commercial electrodes have IrOx loading from 1 to 3 mg cm > [24]. This level of
catalyst loading is too high to meet the long-term cost targets for energy markets [23, 25, 26].
Furthermore, while using current electrolysis technology, the translation of catalyst develop-
ment from lab scale to the megawatt scale remains challenging in terms of catalyst cost and
stability [25].

For Ir- and Ru-based OER catalyst, a balance between activity and stability has been reported
[27, 28], which strongly depends on the chemical structure and surface properties of the oxide
[23]. The oxide properties, however, are highly sensitive to synthesis conditions. For Ir-based
OER catalyst, most synthesis methods involve a calcination step to improve the catalyst
stability [29-35]; however, for this approach, a sacrifice of the OER activity is usually inevita-
ble. Indeed, thermally prepared IrOx shows higher stability but lower activity compared to
electrochemically prepared oxide, or hydrous IrOx [30, 31, 35]. The latter is also frequently
referred to as amorphous IrOx due to the presence of lower valence Ir (III) oxide [36-38].
According to reference [39], Ir (III) is the major intermediate species for iridium dissolution.
Combining both activity and stability remains a challenge for Ir-based catalysts, and it is the
major hurdle that limits the reduction of the anode iridium loading in PEM water electrolysis.

The enhancement of catalyst stability is of equal importance as the reduction of catalyst loading.
Long-term operation at high current density up to thousands of hours is particularly challenging
with an Ir loading less than 1 mg cm ™. Recent literature has seen a growing number of studies
on longer-term electrolysis operation ranging from hundreds to several thousand hours [40—47]
(Table 1). In particular, the best reported stability was on a nanostructured thin film (NSTF) cell,
which achieved 5000 hours with a constant current load of 2 A cm > and 0.25 mg cm ™ Ir
loading [45]. IrOx supported on Ti catalyst with 50 wt% Ir and a low catalyst loading of
0.12 mg cm? achieved more than 1000 hours operation at a lower current load of 1 A cm ™2
[41]. No supported catalyst, other than titanium supported catalyst has been able to achieve such
high catalyst stability. [48]

3. The role of nanostructures in PEM electrolyzer performance

3.1. The structure of iridium oxide (IrOx)

The OER performance of IrOx strongly depends on the chemical structure and surface proper-

ties of the oxide [23]. Before discussing the influence of oxide structure on the electrolyzer

performance, a thorough understanding of the OER mechanism is needed. The OER on IrOx
consists of three steps forming a closed circle (Figure 3) [39, 49, 50]:

HIrO; — IrO, + HY + ¢~ )

IrO; + H,O — IrO,(OH) + HY + ¢~ (10)

21r0,(OH) — 2HIrO, + Os. 11)
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Reaction (9) is fast and in pre-equilibrium. Reaction (10) is the rate-determining step (RDS),
and the theoretical Tafel slope of this mechanism is 2RT/3F = 40 mV/dec. Since it is noted that
Eq. (11) involves two iridium sites, a binuclear mechanism of OER on IrOx is proposed for
Eq. (11) [51]. With the aid of density functional theory (DFT) calculations, Steesgra et al. [52]
show that the first step of the binuclear mechanism is the oxidation of Ir (IV) - Ir (IV) to Ir (IV) —
Ir (V), which is Eq. (10). Therefore, IrO,-H,O is considered to be the precursor for the binuclear
mechanism. The coverage of Ir (V) increases with the anodic potential until the conditions for the
binuclear mechanism are satisfied [39] at the onset of OER.

In a series of studies of iridium dissolution [31, 32, 39, 53], it is proposed that the precursor for
dissolution are the oxygenated Ir (III) species (Figure 3). The formation and reduction of higher
valence Ir (IV) species pass through an Ir (Ill) intermediate, which is shared in both OER and
iridium dissolution. It is concluded in [39] that iridium dissolution has no direct link with OER
activity and that they are two pathways sharing an intermediate species, Ir (IlI). Thus, it is
possible to suppress one without alternating the other [39]. Therefore, the ratio of Ir (IV) to Ir
(IIT) on the IrOx surface is a crucial parameter that controls the iridium dissolution and the OER.

Amorphous and nano-sized IrOxs have received much attention as promising OER catalysts due
to the co-existence of Ir (III) and Ir (IV) oxidation state [35-38, 54-56], forming an oxide termed
“iridium oxohydroxide.” For example, using X-ray absorption spectroscopy (XAS) and X-ray
absorption near edge spectroscopy (XANES), Minguzzi et al. [37, 38] confirms the co-existence of
Ir (III) and Ir (IV) at anodic potentials where OER occurs. However, this does not imply that a
mixed IrOx state fundamentally leads to high OER activity. In fact, the OER mechanism
(Egs. (9)-(11)) predicts that Ir (III) and Ir (IV) would certainly co-exist as Egs. (9)-(11) form a
loop. The higher OER activity of mixed Ir (III) and Ir (IV) oxides have been attributed to the
presence of electrophilic O™ species [57-61]. Electrophilic O'~ is the precursor for the O-O bond
formation according to the binuclear mechanism [52]. The oxygen 2p state probed with near-
edge X-ray absorption fine structure (NEXAFS) suggests that electrophilic O'~ has a lower
energy state compared to the O~ species [61]. The weakly bonded O is susceptible to nucleo-
philic attack from the pre-adsorbed water or hydroxyl groups, promoting the formation of O-O

Dissolution I1): Ir™

9
Imilmilriaa —p{ : V): IrQ
1 (11) (10)
202 \ / Hzo
l V) I10,(Ol l!

Figure 3. Circle of oxygen evolution: Egs. (9)-(11).
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bond [58, 59]. Calcination at a high temperature of “dry” IrOx (O"~ species) where electrophilic
O'" becomes strongly bonded O"~ species and thus the OER activity is reduced [36], in agree-
ment with other studies [30, 31, 35, 62]. However, the “dry” IrOx is more stable against dissolu-
tion as the Ir (III) species on the surface is reduced [32, 60].

In addition, the IrOx structure can be modified when a metal oxide support is incorporated
with IrOx nanoparticles via the metal/metal oxide support interaction. For example [63], when
IrO, nanoparticles are supported on antimony-doped tin oxide (ATO), the d band vacancy and
iridium oxidation decreased due to the interfacial electron charge donation from ATO to
iridium, evidenced by the shift of X-ray absorption white line toward lower energy. This is
corroborated with the increased Ir-O bonding distances for ATO-supported IrOx from
extended X-ray fine structure (EXAFS) analysis, which is consistent with a lower average
iridium oxidation state. Such interaction between IrOx and ATO suppressed the growth of
higher valent IrOx layer that leads to iridium dissolution, thereby improved catalyst stability
[63]. Similar interaction between metal/metal oxide supports was also found for IrO,
supported on TiO, catalyst where the catalyst stability was enhanced as well [64].

3.2. Mixed bimetallic oxide

Mixed bimetallic oxides of iridium and a non-noble metal have been used to optimize the
anode catalyst for PEM electrolyzer application [65-73]. The most apparent benefit of bimetal-
lic oxide is to reduce the iridium loading in the catalyst if the catalyst activity remains compa-
rable or higher compared to pure IrOx. For example, at >10 mol% iridium content in
IrO; + SnO, mixed oxide the Tafel slope for OER is identical with pure IrO,, suggesting that
the surface properties of IrO, + SnO, mixed oxide is dominated by IrO, and behave as pure
IrO, [65]. In particular, iridium content in the 30-90 mol% range shows higher OER perfor-
mance than pure IrO, [65].

More importantly, mixed bimetallic oxides modify the electronic or crystal structures of IrOx,
which can significantly enhance the OER activity. The bond forming or breaking during OER is
governed by the interaction between the O-2p orbital of intermediates with the d orbitals of
surface sites of the transition metals [66-68, 70-73]. Thus, the OER activity depends on the d-
orbital electronic structure of the transitional metals. For example, Sun et al. [73] doped IrOx
with copper and obtained enhanced OER activity in acid media at 30-50 mol% concentration.
The Cu doping led to an IrO, lattice distortion due to the CuOg octahedron’s Jahn-Teller effect
and also generated oxygen defects (Figure 4a), which significantly affected the energy distribu-
tion of the d-orbitals of Ir sites. The induced partial oxygen defects and the lifted degeneracy of
trg and e, orbitals reduced the energy required for the O-O bond formation, thereby enhanced
the OER activity. In another case, Reier et al. [69] prepared Ir-Ni mixed oxide thin film and found
a 20-fold enhancement of OER activity compared to pure IrOx thin film. As shown in Figure 4b,
the surface Ni elements are leached out during OER and weakened the binding energy of the Ni-
depleted oxygen with the lattice, forming oxygen with lower binding energy, and similar to the
electrophilic oxygen. This promotes the formation of weakly bonded surface hydroxyls, which
govern the overall OER reaction rate and suppress the formation of unreactive divalent = O
species on the surface. Furthermore, Tae et al. [70] reported Ir-Co mixed oxide with 5% iridium
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Figure 4. (a) Schematic lattice diagram in the ab plane of IrO, (left) and substituted by Cu (right). The top row shows Ir-
5d orbitals degeneracy of IrO, (left) and the lift degeneracy and electron redistribution by doping with Cu [73]—
Published by The Royal Society of Chemistry. (b) Model of Ni-leaching during OER for Ir-Ni mixed oxide surface,
reproduced with permission [69]. Copyright (2015) American Chemical Society. (c) Transfer of oxygen vacancy from Co
(III) to Ir (VI), reproduced with permission [70]. Copyright (2015) American Chemical Society.

loading that exhibits excellent OER activity and stability. At anodic potentials, the oxygen
vacancy in Co (III) is transferred to Ir (IV) O center, leading to the formation of coordinatively
unsaturated Ir (VI) Os structure (Figure 4c), which is highly active for OER.

3.3. Effect of particle size

Small particles are usually favorable for higher mass activity due to the high surface area to
bulk ratio, which facilitates the reduction of catalyst loading. More importantly, the change of
electronic structure is unavoidably accompanied with the change of particle size, as evidenced
in the early work on X-ray photoelectron spectroscopy (XPS) [74-76]. As particle size
decreases, the binding energy is shifted to higher levels due to the increase of lattice strain
and the coordination reduction [77, 78]. Richter et al. [78] shows that two mechanisms contrib-
ute to such an energy shift. The first is the initial state effect caused by the increase of lattice
strain as particle size decreases, a result of d-hybridization; the second is the final state
relaxation that increases with the decrease of particle size, which results in the stronger
screening of the core hole leading to higher binding energy. Small particles show enhanced d-
hybridization, which shift the d-band center to lower levels, decreasing the bond strength of
the adsorbates during an electrochemical reaction [79].

Abbot et al. [34] systematically studied the particle size effect for IrOx in the range of 2 -30 nm.
EXAFS analysis reveals that, as the IrOx particle size decreases, the coordination number
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decreases and the Ir-O bond length increases. The core-level binding energy was thus shifted
to higher levels as the particle size decreases, which is in agreement with previous literature
[74-76]. As a result, the iridium-oxygen bonding is weakened as the particle size decreases,
leading to higher content of hydroxide, and lower average oxidation state of iridium from Ir
(IV) to a combination of Ir (IV) and Ir (III). Based on previous discussions in Section 3.1, surface
hydroxide and mixed Ir (IV) and Ir (III) state are favorable for OER. Indeed, Abbot et al. [34]
show that the IrOx particles of 2 nm have 10 fold higher OER mass activity and three fold
higher turnover frequency compared to the IrOx particles of 30 nm.

3.4. Effect of ionomer content

Perfluorosulfonic acid ionomer provides proton conductivity in the catalyst layer, extends the
reaction zone, and improves the catalyst utilization [80, 81]. Ma et al. [82] focused on the effect of
ionomer content on the ohmic resistance of PEM electrolyzers with iridium supported on titanium
carbide (TiC) as an anode catalyst. Ma et al. [82] showed that increasing the ionomer content from
10 to 40 wt% causes a decrease in PEMWE performance. Using a simple non-linear fit:

Ecorrected = Eapplied —IR=a+b lOgI (12)

The authors derived the ohmic loss contribution in the performance and concluded that higher
ohmic resistance is associated with high ionomer content. It is noted that with this non-linear
fit method, the obtained ohmic resistance includes contributions from all sources of the mem-
brane electrode assembly (MEA) components, including the ionic resistance. Xu et al. [83]
investigated the effect of ionomer content from the voltammetric charge and interfacial resis-
tance perspective. The amount of voltammetric charges in cyclic voltammetry is proportional
to the surface active sites [84]. A wider range of ionomer contents, from 5 to 40 wt%, were
studied. The highest total charge was achieved at 25 wt% ionomer content, which is in
agreement with the optimum PEMWE performance. Based on Butler-Volmer equation, the
authors constructed a model to describe the I-V curves and concluded that the optimum
ionomer content minimizes the interfacial resistance between the membrane and the electrode.

In a recent study, Bernt and Gasteiger [85] investigated the effect of anode ionomer content by
analyzing the voltage loss contribution to the PEMWE performance. The ohmic resistance was
found to increase abruptly when the ionomer content is above 20 wt%. This suggests that an
electronically insulating film of residual ionomer forms at the electrode/GDL interface when the
ionomer volume exceeds the void volume of the catalyst layer, which results in higher contact
resistances. Further, such electronic insulation caused higher OER overpotential with >20 wt%
ionomer content and thereby decreased the catalyst utilization. After subtracting the voltage
losses due to ohmic and kinetic losses, Bernt and Gasteiger [85] attributed to the remaining losses
(red diamond) to mass transport (Figure 5). The main path for oxygen removal from the
electrode is not permeation but convective transport through the void volume of the anode.
Thus, higher ionomer content imposes higher transport resistance for oxygen removal.

In sum, similar to PEM fuel cell electrodes, the ionomer content is an important parameter for
the optimization of PEM electrolyzers. While low ionomer content provides insufficient proton
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Figure 5. Overpotentials of PEM electrolyzer MEAs with different anode ionomer content after subtraction of ohmic and
kinetics losses. Overpotentials from different sources are represented as different colors. Blue: anode proton conduction
resistance; Green: cathode proton conduction resistance; Red: remaining overpotentials due to mass transport loss.
Reproduced with permission [85]. Copyright (2016) The Electrochemical Society.

conduction and less accessible surface active sites, high ionomer content induces high interfa-
cial resistance and mass transport loss due to insufficient void volume for oxygen diffusion.
PEM electrolyzers are economically beneficial for a large-scale application operating at high
current densities (>2 A cm %) and high pressures (3045 bar). Thus, optimization of the
ionomer content becomes crucial to minimize the cell potential loss at high current and
pressure and improve cell efficiency.

4. PEM water electrolysis for energy storage

4.1. Integration with renewable energy technologies

Power generated from renewable energy sources, such as solar and wind, requires energy
storage devices to balance its fluctuation and intermittence because of variable weather
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conditions [86]. Hydrogen production by water electrolysis has been developed as an alterna-
tive technology for energy conversion and storage that can be fitted to renewable energy
systems [87, 88]. This section will briefly introduce the role of PEM electrolyzers in power-to-
gas, solar, and wind energy systems.

Power-to-gas is emerging as a novel energy storage method that uses the surplus electricity
from the grid during off-peak periods and converts it to hydrogen through a water electrolysis
process [89]. The key technology for this strategy is the electrolyzer, which bridges the power
to utilization by producing hydrogen. Electrolyzers must meet the following requirements in
order for power-to-gas to become efficient and economically viable [90]: (1) high efficiency of
hydrogen production; (2) fast response to power fluctuation; (3) very low minimal load for
stand-by; (4) high-pressure operation to reduce the cost of hydrogen compression; and (5) long
durability and lifetime. The major drawback of power-to-gas is the low efficiency and high cost
of electrolyzers. While PEM electrolyzers offer fast response, high pressure, and the produc-
tion of pure hydrogen, scaling up to MW scale has been the major technical challenge. As
mentioned previously, the major hurdle of this challenge is the cost of catalysts and other MEA
components (e.g., the Ti-based bipolar plates).

Solar energy conversion into hydrogen by water splitting has been long studied by various
research groups due to its easy scale-up nature. The state-of-the-art photocatalytic and photo-
electrochemical system has an efficiency of 10 and 5%, respectively, in the direct conversion of
solar to hydrogen (STH) [91]. To reduce the price of hydrogen and boost up the efficiency of
STH, an electrolyzer cell (EC) can be coupled with a photovoltaic cell (PV), called photovol-
taic—water electrolysis system (PV-EC) [92]. The STH efficiency can be increased up to 30%.
Further, a direct current to direct current (DC-DC) converter can be implemented between PV
and EC (Figure 6). The main role of the converter is maximum power point tracking of the sun
light to the EC system. Thus, coupling electrolyzers with highly efficient PVs and with

tal 25 {h} 25
EC -V EC |V

PV -V
e Extra p,

S
¥

Pov e

-y
o
T

Current Density (mA cm™")
a o

Current Density (mA cm)
L=]

o
o
L}

1] 0.5 1 1.5 2 Li] 05 1 1.5
Volege (V) Voltage (V)

Ba b

Figure 6. Design principle of the PV-Conv-EC system based on an independent PV, the EC performance, and the existence of
a converter. (a) Hydrogen power per square centimeter (py») and kinetic loss per square centimeter (pyin) at a given current
density—voltage (j — V) curve of the PV and EC. The intersection between the PV and EC j — V curve has a lower voltage and
a higher current density than the ppy, max point- (b) P2 and piin after the DC-DC converter assistance on (a). Reproduced with
permission [92]. Copyright (2015) American Chemical Society.
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converter assistance, high STH efficiency PV-Conv-EC systems can achieve 20.6% STH effi-
ciency and 78% PV electricity to hydrogen conversion efficiency [92].

Wind power is heavily influenced by meteorological variances and requires balancing power
for the load fluctuation. Wind to hydrogen (WTH) strategies by water electrolysis could offer a
solution to this problem [9]. Synergy between wind farms and water electrolyzers makes
hydrogen a buffer solution to balance the grid power as well as produce hydrogen from
surplus wind power [9]. Thus, the wind power can be utilized at its maximum capacity.

4.2, Current status of commercial manufacturers

Table 2 summarizes the commercially available PEM electrolysis systems from 12 major
manufacturers worldwide. Note that only the highest capacity from each manufacturer is
listed here. Six of the manufacturers are able to achieve a system capacity around 1 MW or
higher. The largest system so far is from Hydrogenics, a 15 MW plant with 10 cell stacks
capable of producing 3000 Nm® hydrogen per hour. Giner currently offers a more powerful
cell stack, Kennebec stacks, even though its current systems have not yet incorporated this
brand of the cell stack. The Kennebec stacks have the largest capacity among all the stacks
available from these manufacturers. It has a capacity of 5 MW and is capable of producing
2200 kg of hydrogen per day (that is, 1020 Nm® per hour). Most of the systems offer high-
purity hydrogen with the high delivery pressure that is suitable for on-site storage and fueling.
The system consumption of electricity is very close among all the manufacturers, averaged
around 5.5 + 0.5 kWh per Nm® of hydrogen.

Manufacturers  System H2 H2 purity Installed System Delivery  References
model production  (after power, consumption, pressure,
rate, Nm®/hr purification) MW kKWh/Nm® of H,  bar
Hydrogenics HyLYZER- 3000 99.998% 15 5.0-5.4 30 [93]
3000
Proton Onsite ~ M400 400 >99.9995% 2 5 30 [94]
Siemens Silyzer 200 225 99.9% 1.25 5.1-5.4 35 [95]
ITM power HGas1000 215 99.999% 1.03 5.5 20-80 [96]
Giner 200S 200 99.999% 1 5 40 [97]
AREVA H2Gen E120 120 99.999% 0.96 4.8 30 [98]
H-TEC ME100/350 66 99.999% 0.225 4.9 20 [99]
Kobelco-eco SH60D 60 99.9999% 0.2 5.5-6.5 82 [100]
solutions
Treadwell Corp. NA 10.2 NA NA NA 75.8 [101]
Angstrom HGH170000 10 99.9999% 0.058 5.5 4 [102]
Advanced
SylaTech HE32 2 99.999% 0.01 4.9 30 [103]
GreenHydrogen HyProvide 1 99.995% 0.01 5.5 50 [104]
P1

Table 2. Summary of commercial PEM electrolysis systems.
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5. Concluding remarks and outlook

The growing demand for energy and the accompanied environmental issues call for a rapid
transition to low-carbon/carbon-free energy structure. In this context, hydrogen serves as an
ideal secondary energy source for energy storage and transport. The key technology for
hydrogen energy is water electrolysis. In particular, PEM electrolysis has been driven strongly
by flexible energy storage in recent years as it offers several advantages compared to alkaline
and solid oxide electrolysis. Nowadays, more mega-Watt scale PEM electrolysis systems are
available on the market and in the field. However, further technological advancement is still
demanded in the field of electrocatalysis and material science to obtain a deeper understand-
ing of catalytic reactions and design new catalysts such that PEM electrolysis is more durable
and cost-effective. Furthermore, as PEM electrolysis is but one building block for the future
hydrogen economy, efforts in R&D should emphasize the compatibility with other technolo-
gies and optimize the synergic effects.

Conflict of interest

The authors have no conflict of interest to declare.

Author details

Radenka Maric"? and Haoran Yu'**
*Address all correspondence to: haoran.yu@uconn.edu

1 Department of Chemical and Biomolecular Engineering, University of Connecticut, Storrs,
CT, USA

2 Center for Clean Energy Engineering, University of Connecticut, Storrs, CT, USA

References

[1] Tverberg G. BP data suggests we are reaching peak energy demand. 2015. Available from:
https://ourfiniteworld.com/2015/06/23/bp-data-suggests-we-are-reaching-peak-energy-
demand [Accessed: April 14, 2018]

[2] Learning about renewable energy. Available from: https://www.nrel.gov/workingwithus/
learning. html [Accessed: April 14, 2018]

[3] Vivas F], De las Heras A, Segura F, Andujar ]M. A review of energy management
strategies for renewable hybrid energy systems with hydrogen backup. Renewable and
Sustainable Energy Reviews. 2018;82:126-155

109



110 Nanostructures in Energy Generation, Transmission and Storage

(4]

5]

6]

[7]

8]

[%]

(10]

[11]

[12]

[13]

[14]

[15]

[16]

[17]

(18]

Winsche WE, Hoffman KC, Salzano FJ. Hydrogen: Its Future Role in the Nation’s Energy
Economy. Science. 1973;180:1325

Bennaceur K, Clark B, Franklin MJ, Ramakrshnan TS, Roulet C, Stout E. Hydrogen: A
future energy carrier? Oilfield Review. 2005;17:30-41

Mazloomi K, Gomes C. Hydrogen as an energy carrier: Prospects and challenges.
Renewable and Sustainable Energy Reviews. 2012;16:3024-3033

Cipriani G, Di Dio V, Genduso F, La Cascia D, Liga R, Miceli R, et al. Perspective on
hydrogen energy carrier and its automotive applications. International Journal of Hydro-
gen Energy. 2014;39:8482-8494

Sharma S, Ghoshal SK. Hydrogen the future transportation fuel: From production to
applications. Renewable and Sustainable Energy Reviews. 2015;43:1151-1158

Hosseini SE, Wahid MA. Hydrogen production from renewable and sustainable energy
resources: Promising green energy carrier for clean development. Renewable and Sus-
tainable Energy Reviews. 2016;57:850-866

Hanley ES, Deane J, Gallachéir BO. The role of hydrogen in low carbon energy futures—
A review of existing perspectives. Renewable and Sustainable Energy Reviews. 2018;82:
3027-3045

Buttler A, Spliethoff H. Current status of water electrolysis for energy storage, grid
balancing and sector coupling via power-to-gas and power-to-liquids: A review. Renew-
able and Sustainable Energy Reviews. 2018;82:2440-2454

Marshall A, Berresen B, Hagen H, Tsypkin M, Tunold R. Hydrogen production by
advanced proton exchange membrane (PEM) water electrolysers —Reduced energy con-
sumption by improved electrocatalysis. Energy. 2007,32:431-436

Millet P, Ngameni R, Grigoriev SA, Mbemba N, Brisset F, Ranjbari A, et al. PEM water
electrolyzers: From electrocatalysis to stack development. International Journal of
Hydrogen Energy. 2010;35:5043-5052

Millet P, Mbemba M, Grigoriev SA, Fateev VN, Aukauloo A, Etievant C. Electrochemical
performances of PEM water electrolysis cells and perspectives. International Journal of
Hydrogen Energy. 2011;36:4134-4142

Carmo M, Fritz DL, Mergel ], Stolten D. A comprehensive review on PEM water electrol-
ysis. International Journal of Hydrogen Energy. 2013;38:4901-4934

Zafar S. Overview of Biomass Pyrolysis. 2018. Available from: https://www.bioenergyconsult.
com/biomass-pyrolysis/ [Accessed: April 15, 2018]

Moller KT, Jensen TR, Akiba E, Li H. Hydrogen - A sustainable energy carrier. Progress in
Natural Science: Materials International. 2017;27:34-40

Lototskyy MV, Tolj I, Pickering L, Sita C, Barbir F, Yartys V. The use of metal hydrides in
fuel cell applications. Progress in Natural Science: Materials International. 2017;27:3-20



[19]
[20]

[21]

[22]

[23]

[24]

[25]

[26]

[27]

(28]

[29]

[30]

[31]

[32]

Proton Exchange Membrane Water Electrolysis as a Promising Technology for Hydrogen Production and Energy...
http://dx.doi.org/10.5772/intechopen.78339

Chen P, Zhu M. Recent progress in hydrogen storage. Materials Today. 2008;11:36-43

Ursua A, Gandia LM, Sanchis P. Hydrogen production from water electrolysis: Current
status and future trends. Proceedings of the IEEE. 2012;100:410-426

Zhang Y, Lundblad A, Campana PE, Yan J. Comparative study of battery storage and
hydrogen storage to increase photovoltaic self-sufficiency in a residential building of
Sweden. Energy Procedia. 2016;103:268-273

Fabbri E, Habereder A, Waltar K, Kotz R, Schmidt T]. Developments and perspectives of
oxide-based catalysts for the oxygen evolution reaction. Catalysis Science & Technology.
2014;4:3800-3821

Reier T, Nong HN, Teschner D, Schlogl R, Strasser P. Electrocatalytic oxygen evolution
reaction in acidic environments: Reaction mechanisms and catalysts. Advanced Energy
Materials. 2017;7. 1601275

Ayers KE, Anderson EB, Capuano C, Carter B, Dalton L, Hanlon G, et al. Research advances
towards low cost, high efficiency PEM electrolysis. ECS Transactions. 2010;33:3-15

Danilovic N, Ayers KE, Capuano C, Renner JN, Wiles L, Pertoso M. (Plenary) Challenges in
going from laboratory to megawatt scale PEM electrolysis. ECS Transactions. 2016,75:395-402

Spori C, Kwan JTH, Bonakdarpour A, Wilkinson DP, Strasser P. The stability challenges of
oxygen evolving catalysts: Towards a common fundamental understanding and mitiga-
tion of catalyst degradation. Angewandte Chemie International Edition. 2017;56:5994-6021

Danilovic N, Subbaraman R, Chang KC, Chang SH, Kang Y, Snyder ], et al. Using surface
segregation to design stable Ru-Ir oxides for the oxygen evolution reaction in acidic
environments. Angewandte Chemie International Edition. 2014;53:14016-14021

Danilovic N, Subbaraman R, Chang K, Chang SH, Kang Y], Snyder ], et al. Activity-
stability trends for the oxygen evolution reaction on monometallic oxides in acidic
environments. Journal of Physical Chemistry Letters. 2014;5:2474-2478

Fierro S, Kapatka A, Comninellis C. Electrochemical comparison between IrO, prepared
by thermal treatment of iridium metal and IrO, prepared by thermal decomposition of
H,IrClg solution. Electrochemistry Communications. 2010;12:172-174

Reier T, Teschner D, Lunkenbein T, Bergmann A, Selve S, Kraehnert R, et al. Electrocatalytic
oxygen evolution on iridium oxide: Uncovering catalyst-substrate interactions and active
iridium oxide species. Journal of the Electrochemical Society. 2014;161:F876-F882

Geiger S, Kasian O, Shrestha BR, Mingers AM, Mayrhofer K]JJ, Cherevko S. Activity and
stability of electrochemically and thermally treated iridium for the oxygen evolution
reaction. Journal of the Electrochemical Society. 2016;163:F3132-F3138

Cherevko S, Reier T, Zeradjanin AR, Pawolek Z, Strasser P, Mayrhofer KJJ. Stability of
nanostructured iridium oxide electrocatalysts during oxygen evolution reaction in acidic
environment. Electrochemistry Communications. 2014;48:81-85

11



112

Nanostructures in Energy Generation, Transmission and Storage

[33]

[34]

[35]

[36]

[37]

(38]

[39]

[40]

[41]

[42]

[43]

[44]

Xu], Wang M, Liu G, Li ], Wang X. The physical-chemical properties and electrocatalytic
performance of iridium oxide in oxygen evolution. Electrochimica Acta. 2011;56:10223-
10230

Abbott DF, Lebedev D, Waltar K, Povia M, Nachtegaal M, Fabbri E, et al. Iridium oxide for
the oxygen evolution reaction: Correlation between particle size, morphology, and the
surface hydroxo layer from operando XAS. Chemistry of Materials. 2016,28:6591-6604

Chandra D, Takama D, Masaki T, Sato T, Abe N, Togashi T, et al. Highly efficient
electrocatalysis and mechanistic investigation of intermediate IrOx(OH)y nanoparticle
films for water oxidation. ACS Catalysis. 2016;6:3946-3954

Pfeifer V, Jones TE, Velasco Velez JJ, Massue C, Arrigo R, Teschner D, et al. The electronic
structure of iridium and its oxides. Surface and Interface Analysis. 2016;48:261-273

Minguzzi A, Lugaresi O, Achilli E, Locatelli C, Vertova A, Ghigna P, et al. Observing the
oxidation state turnover in heterogeneous iridium-based water oxidation catalysts.
Chemical Science. 2014;5:3591-3597

Minguzzi A, Locatelli C, Lugaresi O, Achilli E, Cappelletti G, Scavini M, et al. Easy
Accommodation of different oxidation states in iridium oxide nanoparticles with differ-
ent hydration degree as water oxidation electrocatalysts. ACS Catalysis. 2015;5:5104-
5115

Cherevko S, Geiger S, Kasian O, Mingers A, Mayrhofer KJJ. Oxygen evolution activity
and stability of iridium in acidic media. Part 2. — Electrochemically grown hydrous
iridium oxide. Journal of Electroanalytical Chemistry. 2016;774:102-110

Grigoriev SA, Bessarabov DG, Fateev VN. Degradation mechanisms of MEA character-
istics during water electrolysis in solid polymer electrolyte cells. Russian Journal of
Electrochemistry. 2017,53:318-323

Rozain C, Mayousse E, Guillet N, Millet P. Influence of iridium oxide loadings on the
performance of PEM water electrolysis cells: Part II. — Advanced oxygen electrodes,
Applied Catalysis B: Environmental. 2016;182:123-131

Siracusano S, Baglio V, Grigoriev SA, Merlo L, Fateev VN, Arico AS. The influence of
iridium chemical oxidation state on the performance and durability of oxygen evolution
catalysts in PEM electrolysis. Journal of Power Sources. 2017;366:105-114

Rakousky C, Reimer U, Wippermann K, Carmo M, Lueke W, Stolten D. An analysis of
degradation phenomena in polymer electrolyte membrane water electrolysis. Journal of
Power Sources. 2016;326:120-128

Lettenmeier P, Wang R, Abouatallah R, Helmly S, Morawietz T, Hiesgen R, et al. Durable
membrane electrode assemblies for proton exchange membrane electrolyzer systems
operating at high current densities. Electrochimica Acta. 2016;210:502-511



[45]

[46]

[47]

(48]

[49]

[50]

[51]

[52]

[53]

[54]

[55]

[56]

Proton Exchange Membrane Water Electrolysis as a Promising Technology for Hydrogen Production and Energy...

http://dx.doi.org/10.5772/intechopen.78339

Lewinski KA, van dV, Luopa SM. NSTF advances for PEM electrolysis - the effect of
alloying on activity of NSTF electrolyzer catalysts and performance of NSTF based PEM
electrolyzers. ECS Transactions. 2015;69:893-917

Wang L, Saveleva VA, Zafeiratos S, Savinova ER, Lettenmeier P, Gazdzicki P, et al.
Highly active anode electrocatalysts derived from electrochemical leaching of Ru from
metallic Iry ;Rug 3 for proton exchange membrane electrolyzers. Nano Energy. 2017;34:
385-391

Siracusano S, Hodnik N, Jovanovic P, Ruiz-Zepeda F, Sala M, Baglio V, et al. New
insights into the stability of a high performance nanostructured catalyst for sustainable
water electrolysis. Nano Energy. 2017;40:618-632

Liu G, Xu ], Wang Y, Wang X. An oxygen evolution catalyst on an antimony doped tin
oxide nanowire structured support for proton exchange membrane liquid water electrol-
ysis. Journal of Materials Chemistry A. 2015;3:20791-20800

Damjanovic A, Dey A, Bockris JO. Kinetics of oxygen evolution and dissolution on
platinum electrodes. Electrochimica Acta. 1966;11:791-814

Damjanovic A, Wong MKY. On the mechanism of oxygen evolution at iridium elec-
trodes. Journal of The Electrochemical Society. 1967;114:592-593

Busch M, Ahlberg E, Panas I. Electrocatalytic oxygen evolution from water on a Mn(iii-v)
dimer model catalyst-A DFT perspective. Physical Chemistry Chemical Physics. 2011;13:
15069-15076

Steegstra P, Busch M, Panas I, Ahlberg E. Revisiting the redox properties of hydrous
iridium oxide films in the context of oxygen evolution. Journal of Physical Chemistry C.
2013;117:20975-20981

Cherevko S, Geiger S, Kasian O, Mingers A, Mayrhofer KJJ. Oxygen evolution activity
and stability of iridium in acidic media. Part 1. — Metallic iridium. Journal of Electroana-
lytical Chemistry. 2016;773:69-78

Xu D, Diao P, Jin T, Wu Q, Liu X, Guo X, et al. Iridium oxide nanoparticles and iridium/
iridium oxide nanocomposites: Photochemical fabrication and application in catalytic
reduction of 4-nitrophenol. ACS Applied Materials & Interfaces. 2015;7:16738-16749

Cruz AM, Abad L, Carretero NM, Moral-Vico J, Fraxedas ], Lozano P, et al. Iridium
oxohydroxide, a significant member in the family of iridium oxides. Stoichiometry,
characterization, and implications in bioelectrodes. Journal of Physical Chemistry C.
2012;116:5155-5168

Sanchez Casalongue HG, Ng ML, Sarp K, Daniel F, Hirohito O, Anders N. In Situ
observation of surface species on iridium oxide nanoparticles during the oxygen evolu-
tion reaction. Angewandte Chemie International Edition. 2014;53:7169-7172

113



114 Nanostructures in Energy Generation, Transmission and Storage

[57]

(58]

[59]

[60]

[61]

[62]

[63]

[64]

[65]

[66]

[67]

[68]

[69]

Pteifer V, Jones TE, Velasco Velez ]J], Arrigo R, Piccinin S, Havecker M, et al. In situ
observation of reactive oxygen species forming on oxygen-evolving iridium surfaces.
Chemical Science. 2017;8:2143-2149

Massue C, Pfeifer V, van Gastel M, Noack J, Algara-Siller G, Cap S, et al. Reactive
electrophilic O" species evidenced in high-performance iridium oxohydroxide water
oxidation electrocatalysts. ChemSusChem. 2017;10:4786-4798

Pfeifer V, Jones TE, Wrabetz S, Massue C, Velasco Velez J], Arrigo R, et al. Reactive oxygen
species in iridium-based OER catalysts. Chemical Science. 2016;7:6791-6795

Cyriac M, Verena P, Xing H, Johannes N, Andrey T, Sébastien C, et al. High-performance
supported iridium oxohydroxide water oxidation electrocatalysts. ChemSusChem. 2017;
10:1943-1957

Pfeifer V, Jones TE, Velasco Velez J], Massue C, Greiner MT, Arrigo R, et al. The electronic
structure of iridium oxide electrodes active in water splitting. Physical Chemistry Chem-
ical Physics. 2016;18:2292-2296

Bernicke M, Ortel E, Reier T, Bergmann A, Ferreira de Araujo ], Strasser P, et al. Iridium
oxide coatings with templated porosity as highly active oxygen evolution catalysts:
Structure-activity relationships. ChemSusChem. 2015;8:1908-1915

Oh HS, Nong HN, Reier T, Bergmann A, Gliech M, Ferreira de Aradjo ], et al. Electro-
chemical catalyst — support effects and their stabilizing role for IrOx nanoparticle cata-
lysts during the oxygen evolution reaction. Journal of the American Chemical Society.
2016;138:12552-12563

Oakton E, Lebedev D, Povia M, Abbott DF, Fabbri E, Fedorov A, et al. IrO,-TiO,: A high-
surface-area, active, and stable electrocatalyst for the oxygen evolution reaction. ACS
Catalysis. 2017;7:2346-2352

De Pauli CP, Trasatti S. Composite materials for electrocatalysis of O, evolution:
IrO,+Sn0O; in acid solution. Journal of Electroanalytical Chemistry. 2002;538-539:145-151

Petrykin V, Macounova K, Okube M, Mukerjee S, Krtil P. Local structure of Co doped
RuO, nanocrystalline electrocatalytic materials for chlorine and oxygen evolution. Catal-
ysis Today. 2013;202:63-69

Kadakia K, Datta MK, Velikokhatnyi OI, Jampani PH, Kumta PN. Fluorine doped (Ir,5n,
Nb)O, anode electro-catalyst for oxygen evolution via PEM based water electrolysis.
International Journal of Hydrogen Energy. 2014;39:664-674

Gonzalez-Huerta RG, Ramos-Sanchez G, Balbuena PB. Oxygen evolution in Co-doped
RuO, and IrO,: Experimental and theoretical insights to diminish electrolysis
overpotential. Journal of Power Sources. 2014;268:69-76

Reier T, Pawolek Z, Cherevko S, Bruns M, Jones T, Teschner D, et al. Molecular insight in
structure and activity of highly efficient, low-Ir Ir-Ni oxide catalysts for electrochemical
water splitting (OER). Journal of the American Chemical Society. 2015;137:13031-13040



Proton Exchange Membrane Water Electrolysis as a Promising Technology for Hydrogen Production and Energy... 115
http://dx.doi.org/10.5772/intechopen.78339

[70] Tae EL, SongJ, Lee AR, Kim CH, Yoon S, Hwang IC, et al. Cobalt oxide electrode doped
with iridium oxide as highly efficient water oxidation electrode. ACS Catalysis. 2015;5:
5525-5529

[71] Tran'V, Yatabe T, Matsumoto T, Nakai H, Suzuki K, Enomoto T, et al. An IrSi oxide film as a
highly active water-oxidation catalyst in acidic media. Chemical Communications. 2015;51:
12589-12592

[72] Yu A, Lee C, Kim MH, Lee Y. Nanotubular iridium-cobalt mixed oxide crystalline
architectures inherited from cobalt oxide for highly efficient oxygen evolution reaction
catalysis. ACS Applied Materials & Interfaces. 2017;9:35057-35066

[73] Sun W, Song Y, Gong X, Cao L, Yang J. An efficiently tuned d-orbital occupation of IrO,
by doping with Cu for enhancing the oxygen evolution reaction activity. Chemical
Science. 2015;6:4993-4999

[74] Mason MG, Gerenser L], Lee S-T. Electronic structure of catalytic metal clusters studied
by x-ray photoemission spectroscopy. Physical Review Letters. 1977;39:288-291

[75] Mason MG. Electronic structure of supported small metal clusters. Physical Review B.
1983;27:748-762

[76] Wertheim GK, DiCenzo SB, Buchanan DNE. Noble- and transition-metal clusters: The d
bands of silver and palladium. Physical Review B. 1986;33:5384-5390

[77] Sun CQ. Surface and nanosolid core-level shift: Impact of atomic coordination-number
imperfection. Physical Review B. 2004;69:045105

[78] Richter B, Kuhlenbeck H, Freund H-], Bagus PS. Cluster core-level binding-energy shifts:
The role of lattice strain. Physical Review Letters. 2004;93:026805

[79] Zhou WP, Lewera A, Larsen R, Masel RI, Bagus PS, Wieckowski A. Size effects in elec-
tronic and catalytic properties of unsupported palladium nanoparticles in electrooxidation
of formic acid. The Journal of Physical Chemistry. B. 2006;110:13393-13398

[80] Litster S, McLean G. PEM fuel cell electrodes. Journal of Power Sources. 2004;130:61-76

[81] Holdcroft S. Fuel cell catalyst layers: A polymer science perspective. Chemistry of Mate-
rials. 2014;26:381-393

[82] Ma L, Sui S, Zhai Y. Investigations on high performance proton exchange membrane
water electrolyzer. International Journal of Hydrogen Energy. 2009;34:678-684

[83] Xu W, Scott K. The effects of ionomer content on PEM water electrolyser membrane
electrode assembly performance. International Journal of Hydrogen Energy. 2010;35:
12029-12037

[84] Ma H, Liu C, Liao ], Su Y, Xue X, Xing W. Study of ruthenium oxide catalyst for
electrocatalytic performance in oxygen evolution. Journal of Molecular Catalysis A:
Chemical. 2006;247:7-13



116  Nanostructures in Energy Generation, Transmission and Storage

[85]

[86]

(87]

(88]

(89]

[90]

[91]

[92]

[93]

[94]

[95]

[96]

[97]

(98]

Bernt M, Gasteiger HA. Influence of ionomer content in IrO,/TiO, electrodes on PEM
water electrolyzer performance. Journal of the Electrochemical Society. 2016;163:F3179-
F3189

Park S, Shao Y, Liu ], Wang Y. Oxygen electrocatalysts for water electrolyzers and
reversible fuel cells: status and perspective. Energy & Environmental Science. 2012;5:
9331-9344

Holladay JD, Hu ], King DL, Wang Y. An overview of hydrogen production technologies.
Catalysis Today. 2009;139:244-260

Arico AS, Siracusano S, Briguglio N, Baglio V, Di Blasi A, Antonucci V. Polymer electro-
lyte membrane water electrolysis: status of technologies and potential applications in
combination with renewable power sources. Journal of Applied Electrochemistry. 2013;
43:107-118

Gotz M, Lefebvre ], Mors F, McDaniel Koch A, Graf F, Bajohr S, et al. Renewable power-
to-gas: A technological and economic review. Renewable Energy. 2016,85:1371-1390

Schiebahn S, Grube T, Robinius M, Tietze V, Kumar B, Stolten D. Power to gas: Techno-
logical overview, systems analysis and economic assessment for a case study in Ger-
many. International Journal of Hydrogen Energy. 2015;40:4285-4294

Chang W], Lee KH, Ha JI, Nam KT. Hydrogen production via water electrolysis: The
benefits of a solar cell-powered process. IEEE Electrification Magazine. 2018;6:19-25

Chang W], Lee K, Ha H, Jin K, Kim G, Hwang S, et al. Design principle and loss
engineering for photovoltaic-electrolysis cell system. ACS Omega. 2017;2:1009-1018

Hydrogenics. Hydrogenics Renewable Hydrogen Solutions. Available from: http://www.
hydrogenics.com/wp-content/uploads/Renewable-Hydrogen-Brochure.pdf [Accessed:
April 12, 2018]

Proton Onsite. High Capacity Hydrogen Systems: M Series PEM Electrolyzers. Available
from: http://www.protononsite.com/sites/default/files/2016-10/pd-0600-0114_rev_a.pdf
[Accessed: April 14, 2018]

Siemens. Available from: https://www.industry.siemens.com/topics/global/en/pem-
electrolyzer/silyzer/silyzer-systems/Pages/silyzer-systeme1105-9496.aspx [Accessed:
April 14, 2018]

ITM-power. Available from: http://www.itm-power.com/product/hgas [Accessed: April
14, 2018]

Giner. Available from: https://www.ginerelx.com/electrolyzer-systems [Accessed: April
14, 2018]

Arevah2gen. Available from: http://www.arevah2gen.com/wpcontent/uploads/2017/02/
AREVA_H2GEN_FICHE_PRODUIT_FRANCE_HD.pdf [Accessed: April 14, 2018]



Proton Exchange Membrane Water Electrolysis as a Promising Technology for Hydrogen Production and Energy...
http://dx.doi.org/10.5772/intechopen.78339

[99] H-TEC. Available from: https://www.h-tec-systems.com/fileadmin/Content/PDFs/24022018/
HTEC_SYSTEMS_Datasheet_Series-ME_24022018.pdf [Accessed: April 14, 2018]

[100] Kobelco-eco. Available from: http://www.kobelco-eco.co.jp/product/suisohassei/img/
catalog_hhog.pdf. [Accessed: April 14, 2018]

[101] Treadwell Corp. Available from: http://www.treadwellcorp.com/proton-exchange-membrane-
hydrogen-generator.php [Accessed: April 14, 2018]

[102] Angstrom-advanced. Available from: http://www.angstrom-advanced.com/index.asp?
page=HGH10000 [Accessed: April 14, 2018]

[103] Sylatech. Available from: http://www.sylatech.de/pdf/Elektrolyseure.pdf [Accessed: April
14, 2018]

[104] Greenhydrogen. Available from: http://greenhydrogen.dk/technology/hyprovide/ [Accessed:
April 14, 2018]

117






Chapter 7

Nanostructured Si/SiO, Quantum Wells

Toshio Takeuchi and Yoshiji Horikoshi
Additional information is available at the end of the chapter

http://dx.doi.org/10.5772/intechopen.79880

Abstract

The motivation for developing light-emitting devices on an indirect transition semicon-
ductor such as silicon has been widely discussed for Si/SiO, nanostructures. In this chapter,
we report on the fabrication of Si/SiO, quantum-confined amorphous nanostructured films
and their optical properties. The Si/SiO, nanostructures comprising amorphous Si, SiO,, and
Si/Si0, multilayers are grown using ultrahigh vacuum radio frequency magnetron sputter-
ing. Optical absorption coefficients of the Si/SiO, nanostructures are evaluated with regard
to tentative integrated Si thicknesses. Optical energy band gaps of the Si/SiO, multilayer
films are in accordance with the effective mass theory and described as E =1.61 +0.75d > eV
at the Si layer-integrated thicknesses ranging from 0.5 to 6 nm. Quantum confinement
effects in the Si/SiO2 nanostructures are inferred from optical transmittance and reflectance
spectra. The rapid-thermal-annealed Si/SiO, multilayer films demonstrate the intensified
photoluminescence at ~1.45 eV due to the formation of nanocrystalline silicon. The tem-
perature dependence of the nanocrystalline luminescence intensity shows the nonmonoto-
nous behavior which is interpreted invoking the Kapoor model.

Keywords: amorphous Si/SiO,, quantum confinement, nanocrystals, optical properties,
absorption coefficient, photoluminescence, the Kapoor model

1. Introduction

Silicon, the principal semiconducting material, inherits the indirect optical transitions from
its band structure. The research efforts are put forth on realization of light emission effects
in silicon-based Si/SiO, nanostructured devices exploring hydrogenated amorphous Si [1-9],
porous Si [10-12], Si quantum dots [13-19], amorphous Si quantum wells (QWs) [20-24],
crystalline and nanocrystalline Si QWs [25-28], and Er-doped QWs [29-31]. The fabrication of
Si/Si0, QWs has been an attractive area in process technology of Si-based light-emitting devices

© 2018 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
InteChOpen Commons Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
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in last few decades. Various techniques are developed to synthesize the 5i/SiO, nanostructured
films—molecular beam epitaxy (MBE) [32-37], plasma-enhanced chemical vapor deposition
(PECVD) [38-49], magnetron sputtering [50-65], electrochemical dissolution in electrolytes,
ion implantation, and others. In this chapter, we investigate the growth of amorphous Si/SiO,
QWs employing an ultrahigh vacuum (UHV) radio frequency (RF) magnetron sputtering
(MS) system. This method is simple and easy to use in a manual operation. The Si/5i0, QW
films are fabricated on sapphire and silicon wafers at room temperature to enable the atomic
precision of the film growth via minimization of atomic movements during and after the
depositions. Morphology, crystallinity, atomic bonding, and structures of the Si/SiO, films
are evaluated by means of focused-ion-beam scanning electron microscopy (FIB-SEM), X-ray
diffraction (XRD), and high-resolution X-ray photoelectron spectroscopy (XPS). The Si/SiO,
films are distinguished with the layer number (the period), the Si thickness (the QW thick-
ness), and the SiO, thickness (the barrier thickness). The first identification of the quantum
confinement effects is made speculating on the optical energy band gap determined from the
optical absorption and reflectance measurements taking into account the energy band gaps
of silicon and fused quartz as ~1.1 and ~7.8 eV, respectively. To minimize the experimental
uncertainty, the Si/SiO, films are deposited at room temperature. At the raised temperature
conditions, the uncertainty remains the atomic diffusion, reactions, and oxidation at the Si/SiO2
interface. On the other hand, the deposited Si and SiO, layers are expected as in amorphous
conditions. At first, we restricted the Si/SiO, nanostructured layer films to be amorphous.
Photoluminescence (PL) is used to characterize the as-grown and annealed materials. The
thermal annealing is expected to improve the photoluminescence characteristics.

2. Experiment

2.1. 5i/Si0O, layer films preparation

5i/5i0, QWs films are synthesized in an ultrahigh vacuum (UHV; 3 x 10°® Pa) RF MS system at
a very small deposition rate (from 0.005 to 0.5 nm/s). The schematics of the UHV RF magnetron
sputtering systems are shown in Figure 1. The ultrahigh vacuum chamber is equipped with
two AJA A300 UHV RF magnetron sputtering guns connected to argon and oxygen gas lines,
sputter ion guns, and 5 N Si and 5 N fused quartz SiO, targets. Preparation temperatures are
controlled at the substrate holder. Transparent substrates are used for optical measurements;
crystalline and amorphous substrates are used to test the influence of substrate crystallinity
on the film growth. All depositions are operated at room temperature on both transparent
sapphire A and opaque Si (100) substrates. The polished sapphire substrates are etched in
dilute HF and put into the UHV chamber. The base pressure of the chamber is 107 Pa, and
the sputtering gun pressure during the plasma operation in argon is 2 x 10 Pa. The depo-
sition process is a repetition of Si and SiO, depositions separated by an interval time. The
deposition parameters of the quantum-well structures are the well layer thickness, the barrier
layer thickness, and the number of periodicity. The thickness of each layer is controlled by the
deposition speed and the sputtering time. Basic deposition speeds are 0.05 nm/s for Si and
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Figure 1. A schematic drawing of the ultrahigh vacuum radio frequency magnetron sputtering. Sputtering targets can
be changed at each deposition program.

0.021 nm/s for SiO, at an argon pressure of 0.2 Pa. Minimization of the atomic diffusion and the
oxidation during the depositions are the main concerns. The Si/SiO, nanostructure films are
made of 1-50 periods consisting of 0.5-15 nm thick Si QWs and 0.5-6 nm thick SiO, barriers.
The 10-layer Si/SiO, nanostructured layers are formed with the total thickness of 10-200 A.
Figure 2 is the SEM cross-sectional view of a 20-layer Si/SiO, nanostructure comprising 2.0 nm
Si and 2.1 nm SiO,,. It shows 20 pairs of the white thin SiO, layers and dark Si layers.

20 hm

Figure 2. A cross-sectional view of an SEM photograph for an as-deposited 20-layer amorphous Si/SiO, film deposited
on a fused quartz substrate.
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2.1.1. Crystallinity

The XRD spectra (CuKa source) of 180-nm thick Si single layer and 150-nm thick SiO, single
layer prepared on the sapphire substrates at room temperature do not show the crystallinity
of the samples. Both spectra reveal the noncrystalline characteristics of Si and SiO, films.

2.1.2. Density-of-states structures

Atomic constitutions of each layer are evaluated with XPS on binding energy of Si2p and
O1s electrons. The bulk Si2p core-level binding energy for Si(111) is ~99.3 eV and the bulk
Si2p oxide binding energy value for SiO, is ~103.7 eV referring to Keister [66]. PHI 500 Versa
Probe II scanning XPS microprobe is designed to take out a 10-degree signal, enable slow
speed (0.01 nm/s SiO,) area etching, and equipped with a monochromatic AlIKa X-ray source.
The depth profiles are characterized by using a low-energy argon ion gun to avoid selective
etching. The binding energy dependence of the core densities of states at each etched depth
suggests periodic distributions of each atomic composition. This analytical technique has
particular applicability to the evaluation of the density of states with atomic contributions.
Figure 3(a) is the plot of the density of states from 97 to 107 eV as the parameters of depth.
The profiles of two peaks (a) 98.9 eV Si 2p spectra (5i°) (element: un-oxidized) and the 103.2 eV
Si 2p (oxidized) (Si*") are shown. In Figure 3(b), 532.6 eV Ols single peaks are shown. The
spectra (a) 103.2 eV and (b) 532.5 eV exhibit maxima at the same depth and spectrum (a) has
a minimum at the bottom of (b). Figure 3(a), at the depth of 0.54 nm, 103.2 eV intensity peaks
and 98.9 eV show a minimum. The density-of-states depth profiles explain the presence of the
5i/Si0O,-layered amorphous nanostructure fabricated using the UHV RF magnetron sputter-
ing method at the atomic scale precision.

2.2. Optical properties of Si/SiO, layer films

Optical transmittance spectra and reflectance spectra are measured with the help of JASCO
V-670 visible and ultraviolet optical photometer at room temperature. Optical properties of an
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Figure 3. The density-of-states intensity of nanostructure Si/SiO, amorphous films. (a) Si2p 99.1 eV (elemental Si) and Si
2p 103.3 eV (oxidized Si) and (b) Ols 532.6 eV.



Nanostructured Si/SiO, Quantum Wells
http://dx.doi.org/10.5772/intechopen.79880

amorphous Si/SiO, nanostructure film show the higher optical transmittance and wide optical
window effects. Unique optical properties are a candidate for solar windows in solar cells or
filters of ultraviolet light. The parameters characterizing the Si/SO, film structures are the well
layer thickness, the barrier layer thickness, and the number of periodicity. Figure 4 displays
the optical reflectance and transmittance spectra of amorphous Si/S5iO,-nanostructured layer
films of various period numbers. The well thickness of the samples changes from 2 to 24 nm,
while the barrier thickness is fixed at 4.8 nm. As the period’s number of layers increases, the
optical reflection decreases and the optical transmittance increases markedly, although the
onset energy of transmittance and the absorption edge wavelength show the constant values.
The increasing period number enhances optical transmittance and decreases optical reflec-
tance. The spectra are saturating at 8-12 barrier layers. Increasing the period number does not
change the absorption edge energy. Nanostructure effects observed on the 12-layer Si/SiO,
film as the optical transmittance and reflectance effects are saturating. Figure 5 exhibits the
optical reflectance (a) and transmittance spectra (b) of 5i/SiO, films as a function of the Si well
thickness at the constant 12-period numbers and the constant barrier thickness of 4.8 nm.
The increasing Si well thickness increases the reflectance and decreases the transmittance as
expected. Also, the absorption edge energy shows the constant values. Figure 6 shows the
barrier thicknesses dependence of optical reflectance (a) and optical transmittance (b) spectra
for the constant 12-layer period and 2 nm well thicknesses. The increasing barrier thicknesses
diminish the optical reflectance and enhance the optical transmittance.

2.2.1. Absorption coefficient

Absorption coefficients at (A) are used as the index of intrinsic properties of thin film materials.
Absorption coefficient ot (A) at a wave length A is evaluated from Eq. (1) for the sample thick-
ness d with the optical transmittance T(A) and reflectance R(A). On the Si/SiO, nanostructure
multilayer films, the integrated thickness of the Si layer, the reduced film thickness in Eq. (2)
is used as the tentative thicknesses.

_ (1-Ry’expl-ad)

~ 1-R2exp(-2ad) @)
d - 20 d. @)
(ahv)?=B(hv-E)) a>10° 3)

Figure 7 shows the dependence of the absorption coefficients on the Si well thickness of
12-layer Si/SiO, films. The photon energy dependences of absorption coefficient show a sharp
rise in the energy of absorption edges above 1000/cm. The dependence of the absorption edge
energies on the Si well layer thickness is measured from 0.5 to 6 nm at the SiO, barrier layer
fixed at 2.4 nm. In Figure 8, (ahv)"* vs. photon energy is plotted. The absorption coefficients of
amorphous films are related in Eq. (3) known as an amorphous plot to obtain the absorption
edge energy.
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Figure 4. Optical properties of amorphous Si/SiO, multilayer films at the constant barrier thickness and the constant
integrated well thicknesses as a function of the layer number. (a) Optical reflectance spectra, (b) optical transmittance spectra.

2.2.2. Quantum confinement

In Figure 9, the absorption edge energy is plotted vs. the tentative well thicknesses in a 5i/SiO,
multilayer structure and compared with the effective-mass theoretical estimations. Two types
of the absorption edge energy evaluated from Figures 7 and 8 are indicated. The absorption
edge energy becomes larger as the QW thickness gets smaller. The blue shifts of the absorp-
tion energy are impressive in Figure 9. The absorption edge energy values E  are evaluated
for each well thickness following the effective-mass theory, Eq. (4) [9]. The Si layer thickness
dependency of absorption edge energy is in accordance with the effective-mass theory for
thicknesses 0.5 <d <6 nm in Eq. (4). Therefore, a good agreement is obtained with the effective
mass theory assuming infinite potential barriers [34]. The thickness variation of the absorp-
tion edge energy shown in Figure 9 demonstrates a remarkable blue shift of the spectra as the
Si layer thickness decreases. This shift can only be caused by the Si layer because the SiO, bar-
rier layer thickness is a constant value of 4.8 nm. This absorption edge energy is in accordance
with E (eV)=1.61+0.75d7?(eV).
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Figure 5. Optical properties of 12-layer Si/SiO, films of different QW thicknesses. The barrier thickness is 4.8 nm. (a)
Optical reflectance spectra, (b) optical transmittance spectra.
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Figure 6. Optical properties of a 12-layer Si/SiO, film at a constant QW thickness of 2 nm for different barrier thicknesses.
(a) Optical reflectance, (b) optical transmittance.

Although quantum confinement is obtained from the optical absorption measurements, the
recombination mechanism is still indistinct. To elucidate the latter, we investigate PL spectra
of the Si/SiO, multilayer nanostructures.

2.3. Thermal annealing of Si/SiO, layer films

Since the as-deposited samples show very weak photoluminescence, two experimental efforts
are made to improve the PL intensity. The first is the increasing the well number of 5i/SiO, films
layered with 0.5-15 nm (Si) QWs from 10 to 50 periods. The second is the thermal annealing of
Si/Si0, films in nitrogen. In our work, RTA in nitrogen was performed at 700 and 1100°C for
30 min. Figure 10 shows the cross-sectional view of an RTA treated Si/SiO, film. Apparently,
the Si QW layers are changed revealing partially dark spots and eroded SiO, barrier layers.

Figure 11 shows the XRD spectra of a 10-layer Si/SiO, film on a sapphire substrate which is
rapid-thermal annealed at 700 and 1100°C. The crystallization is clearly identified at 700°C by
the splitting the (111), (220), and (311) Braggs peaks indicating that the amorphous Si layers
are crystallized as the nanocrystal Si.
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Figure 7. Absorption coefficient spectra for a 12-layer Si/SiO, film with a 2.4-nm SiO, barrier for different thicknesses of
the Si well layer.
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Figure 8. An enlarged view of absorption coefficient spectra displayed in Figure 7. The extrapolation gives the optical
band gap energy.

2.3.1. Photoluminescence of Si/SiO, layer films

Photoluminescence spectra of as-deposited amorphous 10 layers Si/SiO, films are excited at
325 nm by a He-Cd laser. The highest energy peaks at 2.35, 2.05, 1.81 eV, with subpeak at
1.45 eV are observed. The improved PL is observed upon crystallization of Si after subject-
ing the 50-layer Si/S5iO, multilayer nanostructures to RTA at 700 and 1100°C as shown in
Figure 12. The spectra show a broadband peak and shoulders. The main peak energies are
1.62, 1.68, and 1.45 eV. In Figure 13, photoluminescence spectra of Si/SiO, QWs annealed at
1100°C for 30 min in nitrogen are shown for the QW thickness ranging from 1.2 to 2.5 nm. The
intensity becomes higher for the thinner QWs.

Figure 13 presents the well thickness dependence of PL spectra taken on the 50-layer Si/SiO,
structure upon RTA in nitrogen at 1100°C. The strongest PL is observed for the thinnest Si QW
(1.2 nm), fading as the QW thickness increases. Figure 14 displays the temperature depen-
dences of photoluminescence spectra. Among the three temperatures, the 80 K spectrum is the
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Figure 9. The absorption edge energy as a function of the QW thickness at the constant 2.4-nm SiO, barrier thickness in
a 5i/SiO, multilayer structure.
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20 nm

Figure 10. A cross-sectional view of SEM on an amorphous Si/SiO, film rapid thermal annealed at 1100°C in nitrogen.

most intense, followed by the room temperature, and the 4 K photoluminescence. The Kapoor
model, where two different recombination mechanisms are operative in different tempera-
ture ranges, can explain this nonmonotonous temperature dependence of PL. The Kapoor’s
Eq. (5) consists of an Arrhenius-type term T and a Berthelot term T,. Rolver explained the
effects as an interplay of thermal activation of excitons into optically active states and hopping
occupation of dark states.
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Figure 11. XRD spectra of a Si/SiO, multilayer nanostructure grown on a sapphire substrate and rapid-thermal annealed
at 700 or 1100°C.
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Figure 12. PL spectra of Si/SiO, QWs and annealing effects on the photoluminescence intensity of the 50-layer Si/SiO,
(1.2 nm Si and 2.4 nm SiO,) structures at room temperature.
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Figure 13. PL spectra of the 50 L Si/SiO, of different QW thicknesses (1.2, 1.3, 1.5, and 2.5 nm) annealed at 1100°C.
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Figure 14. Temperature-dependent PL spectra. Intensity increases from 4 to 293 K and 80 K.
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Figure 15. Temperature dependences of the PL peak intensity following the Kapoor model. The experimental results are
consistent with the theory.

2.3.2. The Kapoor model

The temperature dependence of the photoluminescence intensity peaks observed at 80, 4, and
293 K are analyzed using the Kapoor empirical models [45, 67]. The simulation of the Si/SiO,
sample comprising 50 quantum wells (1.2 nm well width) annealed at 1100°C for 30 min in nitro-
gen is performed following Eq. (5). Figure 15 presents the result, which evidences a reasonable
agreement between the experimental and simulated results using T =70 K, T, =80 K, and v,=0.1.

3. Summary

Amorphous nanostructured Si/SiO, films are smartly fabricated using a UHV RF magnetron
sputtering system at room temperature. Absorption coefficients are evaluated considering the
tentative well Si thickness and energy band gap energy of the Si/SiO, layers. The photon energy
dependence of absorption coefficient on the quantum well thickness is simulated taking into
account the quantum-confined properties. The choice of the Si layer thicknesses interfacing the
SiO, barrier layer of the constant thickness (4.8 nm) mainly determines the blue shift of the absorp-
tion energy. Assuming the infinite potential SiO, barriers, the effective-mass theory provides
the fitted absorption coefficient edge energy in accordance with E (eV) =1.61 + 0.75 d? (eV) for
one-dimensionally confined amorphous Si (d: nm). The amorphous Si/SiO, nanostructure films
show the quantum confinement. Thermal annealing of the Si/SiO, films affects the improvement
of photoluminescence intensity. Anomalous temperature dependence of photoluminescence is
attempted to be explained based on the Kapoor model. Future work is expected to resolve many
more research questions.
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Abstract

This chapter reviews the methods of supramolecular chemistry and cryochemistry to
study the formation, morphological and structural properties, and possible applications
of hybrid nanostructures and nanosized aggregates comprising plasmonic metals (silver
and copper) and several mesogenic compounds, which exhibit different liquid crystalline
mesophases—nematics, smectics, and cholesterics. Low-temperature vacuum co-
condensation of reagent vapors on cooled surfaces of quartz, KBr, CaF,, or polished
copper was used to synthesize hybrid nanosystems including silver and copper and
long-chain mesogenic derivatives of alkylcyanobiphenyls under molecular beam condi-
tions. Controlled thermal treatment of the samples allowed the directed formation of
metal nanoparticles of definite size from 2 up to 100 nm. It was shown that the procedures
of temperature treatments and molecular self-organization of different liquid crystalline
phases controlled the size and morphology of nanoparticles and their aggregates, which
were formed in the system. Transmission electron microscopy (TEM) and atomic force
microscopy (AFM) data of the samples show the formation of orientationally ordered
structures in nematic mesophases. Formation of flat 2D aggregates was found in layered
smectic mesophases. Optical absorbance spectra of silver/4-pentyl-4-cyanobiphenyl (Ag/
5CB) and copper/4-pentyl-4-cyanobiphenyl (Cu/5CB) samples encapsulated in polymer
poly-para-xylylene at 300 K contained characteristic bands of plasmonic absorbance of metal
nanoparticles at 420440 nm and 560-600 nm. Rising metal concentration in the sample led
to the performable growth of rod-like metal particles with anisometric ratio I/d > 20 and
intensive absorbance at higher wavelengths (A > 650 nm). New hybrid nanosystems based
on biomolecules of cholesterol or its heteroatomic analog thiocholesterol including
nanosized silver particles of d = 5.0 + 0.5 and d = 2.5 & 0.5 nm, respectively, were obtained.
Highly ordered 1D-, 2D-, and 3D structures containing silver nanoparticles were formed
from concentrated organic sols at different support surfaces by removing the inert solvent
from triple metal/ligand/solvent system and by cooling the binary metal/ligand system from
isotropic state to the cholesteric liquid crystalline mesophase. The microstructure and
composition of the hybrid nanosystems were characterized by FTIR, UV-Vis spectro-
scopy, TEM, and selected area electron diffraction (SAED). It was shown that hybrid

© 2019 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
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nanosystems based on silver nanoparticles covered by a stabilizing layer of mesogenic
molecules of thiocholesterol display selectivity in adsorption of optical isomers of the
selected compounds.

Keywords: hybrid nanostructures, metal-mesogenic nanosystems, nanosized metal
particles, self-assembling, nanoparticle’s super-lattices, optical properties, adsorptive
properties

1. Introduction

This chapter reviews the methods of supramolecular chemistry and cryochemistry applied to
study hybrid nanostructures and nanosized aggregates formed on plasmonic metals (silver
and copper) and some mesogenic (liquid crystalline) compounds, which, in certain tempera-
ture ranges, reveal various liquid crystalline mesophases—orientationally ordered nematics,
smectics with translationally ordered layer structure, and cholesterics exhibiting the space
helix structures due to the chirality of their molecular structure and specifics of their helix
supramolecular ordering. Attention was also paid to the peculiarities of morphological and
structural behavior of such hybrid nanosystems, of their optical and adsorptive properties as
well as perspectives of their possible applications.

Hybrid nanosystems comprising nanosized metal particles stabilized in functionalized organic
matrices are scientifically interesting due to their highly promising applications in
nanoelectronics, photonics, and sensor systems [1-6]. The use of mesogenic compounds in
different liquid crystalline states as soft ordered template matrices opens new possibilities for
the synthesis of anisotropic metal particles and their highly ordered assemblies. The presence
of metal atoms and ions in liquid crystalline systems significantly extended the possible
practical areas of their exploitation. The most prospective are hybrid metal-mesogenic
nanosystems, combining molecular ordering of mesogenic matrix compounds and quantum-
size properties of nanometals, which are different from both the characteristics of the single
atoms and the properties of bulk materials. The properties of such systems are dependent not
only on the size and shape of individual nanoparticles of the formed system, but also on the
character of their joint organization and formation of the hybrid ordered structure [7, 8].
Among different methods of metal particles’ incorporation into the organic systems and
formation of hybrid nanosystems, the most original and useful are methods of low-
temperature condensation of metal atoms with the molecular beam of organic component’s
vapors under high-vacuum conditions [9, 10]. The use of low temperatures and technique of
vacuum condensation of metal atoms and organic molecular beams on the cooled support
surfaces allowed researchers to stabilize and study such highly active species as metal clusters
and nanoparticles and their labile complexes. This approach allowed us to realize the forma-
tion of hybrid nanosystems by bottom-up method and to carry out the directed metal atom
and small clusters aggregation, controlled by structural and dynamic properties of molecular
organized matrices, and also to create new ordered assemblies of nanoparticles.

In this work, the formation of new hybrid metal-mesogenic nanosystems was exemplified by
two d-metals of the 11th group—silver and copper with mesogenic derivatives of long-chain
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alkylcyanobiphenyls. Nanoparticles of silver and copper possess the intensive plasmonic
bands in the visible region of spectrum and can be used for the visualization and marking of
different biological objects. Mesogenic compounds of the alkylcyanobiphenyl row are widely
used nowadays as components of active layers for liquid crystalline displays and indicators.
These compounds form ordered liquid crystalline phases of two types—nematic, characterized
by the existence of molecular orientations of long-range order, and smectic—with layered
molecular ordering. The existence of molecular associates and formation of dimeric structures
in solid and liquid crystalline phases is known for these compounds at low temperatures. They
form several metastable and stable solid phases with a local structure similar to the liquid
crystalline mesophases with a different molecular organization [11, 12]. A terminal cyano
group and an aromatic core of the molecules can be considered as ligands suitable for the
formation of complexes of m- and o-types with atoms and clusters of the metals under consid-
eration [13].

Controlled formation of anisometric nanoparticles and ordered hybrid nanostructures is one of
the main objectives of this work. The role and mutual influence of self-organization processes
of metal species and organic component’s molecules were considered. The phase-structural
transitions and physico-chemical properties that appear for new hybrid metal-mesogenic
nanosystems were demonstrated on the example of a combination of silver and copper metal
nanoparticles formed in mesogenic matrices of long-chain (n > 5) alkylcyanobiphenyls 4-
pentyl-4-cyanobiphenyl (5CB) and 4-octyl-4-cyanobiphenyl (8CB).

Mesogenic derivatives of cholesterol possess unique liquid crystalline mesophases named
cholesteric mesophases at definite temperature ranges [1]. The molecules in such a mesophase
are arranged in prolonged 3D helix structures with special optical properties depending on the
pitch of the helix, such as selective reflection of visible light. Introduction of metal atoms and
clusters in cholesteric mesophase changes the intermolecular interactions in the system and
leads to the induction of new liquid crystalline and isotropic phases. We can also find the
formation of self-assembled nanosized aggregates with different morphology and hybrid
nanostructures, including metal species of different sizes arranged by a mesogenic matrix in
highly ordered assemblies with modified optical properties. Special attention will be paid to
analyzing the possibilities of their use in modulation of optical signals and obtaining systems
with tunable optical plasmonic resonance.

Self-organization of nanosized metal particles in highly ordered assemblies with definite
structural and morphological characteristics is nowadays one of the most promising areas of
nanoscience and nanotechnology [2, 3]. The unique quantum-size properties and the appear-
ance of new collective modes open new possibilities for their application in such fields as
microelectronics, optics, catalysis, information recording systems, and data storage systems
[4, 5, 7]. The physical and chemical properties of such nanohybrid systems depend both on the
size and shape of the structural elements (nanoparticles), and on the manner of their organiza-
tion into the joint structure [8, 9]. Development of new synthesis methods of nanohybrid
aggregates possessing special order in regular placement of the particles of the same size is an
important task in modern nanochemistry. For the synthesis of nanoparticles having a certain
size, it is necessary to physically or chemically isolate nanoparticles from one another and from
the external environment to prevent aggregation. In many cases, the stability of such systems
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is achieved through the introduction of functionalized organic ligands aryl- and alkylthiols,
organic amines, alcohols, and other compounds capable of specific interactions with the
surface of the nanoparticles [10, 11]. Hybrid nanosystems including biomolecules or their
chemical analogs attract the increasing interest of researchers due to their compatibility with
natural systems [12-14]. In the present chapter, we show the possibilities of using two new
silver-containing nanosystems based on biomolecule of cholesterol and its heteroatomic ana-
log — thiocholesterol. Supramolecular organization of the ligand molecules allows us to use the
obtained nanoparticles for self-assembling in binary superlattices and for the formation of
ordered 1D-, 2D-, and 3D nanostructures.

Cholesterol and its derivatives are optically active molecules and form helical liquid crystalline
structures—cholesteric mesophases—at definite conditions. It is known that the effects of
“guest-host” interactions are very important for the practical applications of composite liquid
crystalline systems, including guest molecules of organic and inorganic compounds [15, 16].
At the same time, these compounds contain such functional groups as -OH and -SH, which
are able to the effective interaction with the surface atoms of metal nanoparticles and form a
mesogenic ligand stabilizing and selecting layers on the surface of metal nanoparticles.
Recently, we have intensively developed investigations on the creation of new methods of
producing hybrid metal-mesogenic nanosystems and the study of their physical and chemical
properties [17-20].

2. Morphology of metal nanoparticles, formed in alkylcyanobiphenyl
matrices at low temperatures

TEM study of the film samples of hybrid nanosystems “silver-4-pentyl-4-cyanobiphenyl” (Ag/
5CB) and “copper-4-pentyl-4-cyanobiphenyl” (Cu/5CB), obtained by low-temperature co-
deposition of components and annealing at 150-200 K for 1-2 h, shows the possibility of the
formation and stabilization of mesogenic matrix by 5CB practically monodispersed spherical
metal nanoparticles 1-2 nm in size (Figure 1). These metal species were formed in the solid
nanostructured matrix of 5CB as a result of thermal decomposition of unstable dimeric
biligand m-complexes of metal atoms M(5CB); [16]. The metal atoms liberated by degradation
of the complexes localize and can interact with each other in the local areas formed by mobile
alkyl chains of a terminal substituent in 5CB dimeric structures existing at such low tempera-
tures. Results of the study of different small areas of the film sample by selected area electron
diffraction (SAED) show the formation of metal nanoparticles with fcc lattice. The size of metal
nanoparticles formed in mesogenic matrices at these temperatures was close to the critical
crystal size of the metal particles.

These small metal particles are stable at low temperatures under the conditions of limited
molecular mobility of mesogenic matrix particles and can play a role of the initial crystalline
particles (the embryo of a new phase) by raising the temperature. These small metal crystals
appear in ESR spectra of the samples as broadened singlets with g-factor close to the value for
free electron, g. = 2003, which could be referred to conducting electrons spin resonance in
metal nanosized species [16].
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Figure 1. TEM pictures and electronic diffraction of the samples, including silver nanoparticles stabilized in mesogenic
5CB matrix at 200 K and histogram of their size distribution.

By annealing the samples from 90 up to 150 K, the relative intensity of the central component
in ESR spectra increases, which reveals the thermal decomposition of the metastable com-
plexes and the simultaneous growth of metal nanoclusters. UV-Vis spectroscopic study of
silver/CB and copper/CB systems showed the appearance of new plasmonic absorbance bands
in the visible region with a maximum at 400 and 560 nm, respectively.

On further heating of the samples up to temperatures more than 200 K, matrix crystallization
process took place, which led to a sharp increase of matrix molecular mobility and rapid
coalescence of nanoclusters followed by forming bigger aggregates, which was not recorded
by the ESR technique. Such thermal behavior of the hybrid system can be deduced from the
specifics of self-assembling processes and supramolecular organization of mesogenic
cyanobiphenyl matrix at different temperatures. The combination of rigid aromatic core and
flexible hydrocarbon chains of terminal substituents in ligand molecules leads to the formation
of dimeric cyanophenyl structures in solid and liquid crystalline states at low temperatures.
Such supramolecular structures could stabilize metal atoms due to the formation of metastable
complexes. Thermal degradation of the complexes by increasing the temperature of the co-
condensate samples followed by metal atoms escape into more soft domains formed by
hydrocarbon chains and their rapid aggregation. Stabilization of nanosized metal clusters of
size 1-2 nm formed at this stage is possible due to their low diffusion mobility in the solid
cyanophenyl matrix. Warming of co-condensate systems up to the temperatures more than
200 K (T > 200 K), corresponding to CB crystallization, causes matrix softening and rise in the
translational mobility of matrix molecules. This process is followed by metal nanoclusters’
coalescence and formation of higher nanoparticles. Rapid heating up of the co-condensates
up to the room temperature followed by the phase transition of the system in nematic (orien-
tationally ordered molecular long-axes) and smectic phases (molecular ordering layered struc-
ture) led to the performable formation of the anisometric nanoparticles. In metastable crystal
state of 5CB at 273-293 K, the temperatures close to the crystal to nematic phase transition
point for hybrid metal-mesogenic “Ag-5CB” nanosystem, under the conditions of maximal
ordering of liquid crystalline matrix molecules, the directed growth of highly anisotropic metal
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200 nm

Figure 2. TEM pictures of silver nanorods, growing in 5CB matrix at 273-290 K.

nanorods took place, their lengths (I, nm) were more than 200 nm and their widths (d, nm)
were about 15 nm, so anisometric 1/d ratio was more than 10 (Figure 2). Mechanism of such
almost single-dimensional growth of metal nanorods, in this case, is connected with the rapid
growth of the molecular matrix mobility and maintaining high orientational order of the
system.

Study of the samples by X-ray diffraction shows the exact crystal character of metal nanoparticles
formed at these conditions. The samples possess texture that appeared due to the directed
growth of rods along the crystallographic plane (100) and perpendicular to crystallographic
plane (111). Observed mechanism of nanoparticles’ growth can be explained by concurrent
interaction of terminal functional cyano (CN) group of ligand molecules with metal atoms
belonging to different crystallographic planes of forming nanoparticles. The interaction of ligand
molecules with metal centers of highly packed bulky Ag (111) is slower in comparison with more
loose Ag (100); so, the preferential growth of nanorods can be realized just in this direction due to
the effective accession of small metal clusters and atom-by-atom addition formed in newly
added layers and formation of highly anisometric metal nanoparticles.

3. Self-assembling of metal nanoparticles in nematic and smectic phases
of mesogenic alkylcyanobiphenyls

It was shown by the combination of transmission electron microscopy (TEM) data with the
results of selected area electron diffraction (SAED) and X-ray diffraction that hybrid
metal-mesogenic nanosystems formed by low-temperature co-condensation of silver and cop-
per with mesogenic cyanobiphenyls and followed by controlled annealing of the samples
constitute of nanohybrid materials including metal nanoparticles stabilized and organized by
matrix of mesogenic ligands. Depending on the phase of hybrid nanosystems Ag/5CB and
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Ag/8CB, nanoparticles of different sizes and morphology —globular with main diameter
15 nm, anisometric rods, and flat 2D aggregates—were formed. Rapid heating of metal-
mesogenic co-condensate samples up to 313 K was followed by phase transition of the hybrid
system to the isotropic state and formation of globular metal particles of average diameter
15 nm. The data of FTIR study of the system show the formation of monomeric alkylcyano-
biphenyl molecules stabilizing layer on the surface of nanoparticles due to donor-acceptor
interactions of terminal CN group of ligand with surface metal atoms. The rising metal
concentration and carrying out the nanoparticles’ self-assembling processes in orientationally
ordered nematic mesophase led to the formation of anisometric metal nanoparticles (anis-
ometric factor 1/d = 3-4) and their highly ordered assemblies. The results of AFM study of the
samples show the formation of linear aggregates and regular orientationally ordered struc-
tures of anisometric nanoparticles in nematic phase 5CB at 300 K (Figure 3). Histogram of
bimodal size distribution for metal nanoparticles in this case is also presented in Figure 3.

Using higher homology 4-octyl-4-cyanobiphenyl (8CB) molecules as stabilizing ligands gives
us the possibility to carry out metal nanoparticles” formation in layered molecular structured
smectic mesophase also. In this case, we saw the formation of quasi-fractal flat metal aggre-
gates intercalated between smectic layers of 8CB due to higher interacting energy in the
smectic layers and microphase segregation (Figure 4).

Thus, fulfilling the self-organization and self-assembly processes during the formation of
hybrid nanosystems in liquid-crystalline mesophases of different types led to the production
of metal nanoparticles of different sizes and morphology and their supramolecular organiza-
tion in highly ordered nanostructures, including anisometric nanoparticles and rod-like aggre-
gates stabilized in nematic mesophases and flat 2D metal aggregates in layered structured
smectic phases of long-chain alkylcyanobiphenyls. Increasing the ligand molecules’” concentra-
tion led to the stabilization of metal nanoparticles of smaller size. Increasing metal concentra-
tion in the orientationally ordered nematic system supported the formation of anisometric rod-
like metal nanoparticles and their aggregates. The scheme of phase-structural states for Ag/

14 15 16 17 23 29 35 44 46475
d. I-I‘M

Figure 3. An AFM image (tapping mode) of the sample of hybrid metal-mesogenic nanosystem “Ag-5CB” (1/10) in
nematic phase 5CB (left) and histogram of size distribution (right) for silver nanoparticles, red—cross size of
nanoparticles, blue—linear length of nanoparticles.
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5CB hybrid nanosystem indicating the conditions for the formation of metal nanoparticles
with definite morphology is presented in Figure 5. This scheme is considered the combination
of the result of thermal analysis, polythermal polarization spectroscopy, and electronic and
atomic force microscopy.
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Figure 4. An AFM image (tapping mode) of the sample of hybrid metal-mesogenic nanosystem “Ag-8CB” (1/10) in
smectic phase.
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Figure 5. The scheme of phase-structural states for “silver-5CB” hybrid nanosystem: I—isotropic phase; II—two-phase
region: isotropic phase including the fluctuations of nematic ordering; III—nematic phase; IV —the temperature region in
nematic phase close to phase transition from crystalline to nematic; and V—solid phase at 150-200 K.
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The data presented in Figure 5 show the formation of nanoparticles with different morphology
and sizes, stabilized by mesogenic ligands depending on the phase of mesogenic matrix and
metal concentration in the system. The shape of the particles is in general the result of compe-
tition between general tendency for the minimization of particle’s surface energy and elastic
energy of liquid crystal. Rapid heating (more than 100 K/min) of the co-condensate Ag/5CB
sample to temperatures of isotropic phase (T > 318 K)—region I—led to the formation and
stabilization of global nanoparticles with d = (15 & 10) nm. Transition to the nematic phase of
5CB gives us anisometric metal nanoparticles and their orientationally ordered assemblies—
region III. In the bi-phase region II, including the co-existence of isotropic phase with fluctua-
tions of nematic ordering, the formation of both isotropic globular and anisometric rods is
possible. Maintaining the samples at 273-283 K and increasing the metal content in the sample
from 1 up to 10 w/w % (region IV in Figure 5) led to the preferential growth of rod-like metal
nanoparticles with 1/d ratio more than 10. Small metal nanoparticles 1-2 nm in size are formed
in diluted systems in the solid phase at 150-200 K.

4. Hybrid metal-mesogenic nanosystems encapsulated in polymer films
and their optical properties

The layer-by-layer co-condensation of vapors of para-xylylene monomer, metal silver, and
cyanobiphenyl ligand followed by controlled heating or UV irradiation of the sample led to
the formation of hybrid metal-mesogenic compositions with varied metal contents from 1 up
to 10 w/w %, encapsulated in polymer film:
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The results of TEM study of the Ag/5CB samples encapsulated in poly-para-xylylene (PPX)
films show that increasing metal contents in the sample up to 10 w/w% led to the growth and
stabilization of elongated rod-like metal particles with anisometric ratio I/d more than 10
(where 1is the length and d is the cross diameter of particles). X-ray diffraction pictures of the
Ag/5CB (w/w 1:10) sample, formed at 200 K followed by annealing up to 450 K, are shown in
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Figure 6. X-ray data for sample of hybrid metal-mesogenic nanosystem Ag/5CB (1:10), encapsulated in polymer (PPX)
film at 450 K (a), 300 K (b), 250 K (c), and 200 K (d).

Figure 6. The results obtained show the formation of metal nanoparticles with fcc lattice, with
lattice constant similar to that of crystal silver, a = 0.408 nm; the crystallographic planes were
identified as (111), (200), (220), and (311). TEM data for the Ag/5CB (10 w/w %) sample
encapsulated in polymeric film showed the formation of regular nanostructures stabilized by
liquid crystalline matrix of anisometric metal nanoparticles (Figure 7), and their optical spectra
are presented in Figure 8. Optical spectra contained the intensive absorbance bands of bimodal
plasmonic resonance of anisometric silver nanoparticles (Figure 8).
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Figure 7. AFM data for the sample of hybrid metal-mesogenic nanosystem Ag/5CB (1:10 w/w%) encapsulated in poly-
para-xylylene polymeric film.
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Figure 8. An optical spectrum for the sample of hybrid metal-mesogenic nanosystem Ag/5CB (1:10 w/w %) encapsulated
in poly-para-xylylene polymeric film.

The proposed method allows encapsulation from several molecular layers up to several microns.
In the optical spectra of such hybrid metal-containing mesogenic systems encapsulated in PPX
films at 300 K, the plasmonic bands appear at 420440 and 500-600 nm, characteristic of the
formation of silver nanoparticles and their ordered aggregates, respectively. Increasing the metal
concentration led to the formation of anisometric rod-like particles with multimodal plasmonic
resonance related to cross and linear resonance. The formation of rod-like metal nanoparticles
with anisometric ratio 1/d > 10 enhanced plasmonic absorbance in the long-wave spectral range
(A 2 650 nm). In this case, the value of dichroic ratio Dy/D, in the plasmonic band for Ag/5CB
(1:10) samples uniformly oriented by magnetic field rises by 5 times in comparison with pure
5CB samples. Optical properties of the samples are stable for several months.

5. Self-organization processes in organosols and cholesteric mesophases
of cholesterol- and thiocholesterol-based nanosystems

Hybrid “silver-cholesterol” and “silver-thiocholesterol” nanosystems were produced by
cryochemical synthesis via low-temperature co-condensation of components” vapors or two-
phase chemical reduction of the silver nitrate salt by NaBH, and metal-organic complex
transferring into toluene environment using inter-phase zwitter-ionic carrier N*(CgH;7)4Br~
and functionalized cholesteric ligands [21, 22]. Cholesterol (a) and thiocholesterol (b) mole-
cules were also used in order to form protective surface layers on silver nanoparticles formed
in the system, their chemical structures are presented below.
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The organic silver nanoparticle’s sols prepared after drying and dissolution had been used for
FTIR-and UV-Vis spectroscopic studies. The FTIR spectra of the samples were recorded using
Tensor II FTIR spectrometer Bruker (Germany), and UV-Vis spectra were recorded by the V770
spectrometer, JASCO (Japan). The chemical composition of the samples obtained was con-
trolled using selected area electron diffraction (SAED) and direct chemical analysis by ICP-MS
spectrometer. The internal structure of the samples and the size distribution of the stabilized
silver particles were obtained using transmission electron microscopy (TEM) instrument LEO
912 AB Omega (Germany); differential scanning calorimetry (DSC) instrument STA 449C,
Netzsch (Germany); and X-ray diffraction instrument D/MAX-2600, Rigaku (Japan).

Understanding the mechanism of interaction between metal species and stabilizing agents—
cholesterol and thiocholesterol ligand molecules—was one of the purposes of this study. The
most typical bands of O-H group stretching vibrations at v = 3490-3500 cm ™' and O-H group
d-deformation vibrations at v =1090-1140 cm ™' and also of S-H group stretching vibrations at
v = 2540-2590 cm ™' are almost absent in the FTIR spectra of the silver-containing hybrid
nanosystem’s samples, and the bands stretching vibrations for CHs—, CH,—, and S(O)-CH,
groups at v = 2920-2880 cm ™' and v = 1415-1440 cm ™' are appear in the spectra. This fact
could be considered at the spectral confirmation of the interaction of the thioxy group of
thiocholesterol ligand and hydroxy group of cholesterol ligand molecules with the surface
atoms of silver nanoparticles [16] and of the existence of stabilizing ligand monolayers on the
surface of the metal nanoparticles [17].

The morphology and size distributions of metal species primarily formed in “silver-cholesterol-
toluene” and “silver-thiocholesterol-toluene” triple hybrid nanosystems are presented in
Figures 9A and B and 10A and B, respectively. The main diameter values of silver nanoparticles
were d = (6.5 &£ 1.5) nm for cholesterol-stabilized organosols of silver nanoparticles and
d = (2.5 £ 0.5) nm for thiocholesterol-stabilized organosols of silver nanoparticles.

The formation of dispersions of stabilized nanoparticles and their regular surface structures
took place by withdrawal of organic solvent from the film samples. The chemical nature of
stabilizing ligand molecules and concentration of metal nanoparticles in the hybrid system
determined the manner of metal species packing in 2D- and 3D superlattices. By removing the
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Figure 9. TEM pictures for silver nanoparticles stabilized by cholesterol (A) and thiocholesterol (B) ligand molecules.
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Figure 10. Histograms of size distribution for silver nanoparticles stabilized by cholesterol (A) and thiocholesterol (B)
ligand molecules.

organic solvent, the formation of 2D nanostructures with a hexagonal (Figure 9) or cubic
symmetry was achieved (Figure 11).

The process of such ordered nanostructure formation can be described by the following
scheme presented in Figure 12 [20]. It began from the formation of individual metal
nanoparticles in highly diluted organic sols stabilized by cholesterol or its heteroatomic deriv-
ative thiocholesterol and by raising the metal nanoparticles’ concentration, which led to the
production of 2D- and 3D nanoparticle superlattices with hexagonal and cubic symmetry.
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Figure 11. TEM and SAED pictures of silver-thiocholesterol samples obtained by deposition from triple “silver-
cholesterol-toluene” system [20].

It is of interest that the interparticle distance (average distance between the centers of metal
nanoparticles) in the nanostructures obtained is rather small and is practically equal to the size
of organic layer shell from cholesterol or thiocholesterol molecules (about 2.5 nm). Such
regular position of plasmonic metal small nanoparticles in highly ordered dielectric organic
media promised possible applications of the hybrid systems obtained in nanooptics and
molecular electronics.

Binary “silver-thiocholesterol” nanosystem, obtained after entire removal of the toluene sol-
vent, was heated up to 70-80 C and then cooled down to ambient temperature. It possessed
liquid crystalline cholesteric mesophase that could exist in a supercooled state for a long time.
The formation of elongated nanotubular hybrid aggregates took place. The TEM pictures for
the sample of the binary system stored at 293 K for 24 h for the silver nanoparticles formed in
the system are presented in Figure 13.

Supramolecular ordering of hybrid nanosystem included the interaction of the surface centers
of silver nanoparticles with the functional groups of cholesterol and thiocholesterol ligands
and their helix supramolecular ordering in cholesteric mesophase. The scheme of molecular
interactions is presented in Figure 14.

There were intensive plasmonic bands of ligand-stabilized silver nanoparticles at 420-450 nm
(Figure 15, curve 1) in the UV-Vis spectra of hybrid “silver-cholesterol” and “silver-
thiocholesterol” nanosystems. Rising of metal contents led to the red shift of these bands due
to specific interactions of silver nanoparticles with ligand molecules and particle-particle
dipole-dipole interactions. In the optical spectra of binary “silver-thiocholesterol” system
(Figure 15, curve 2) along with the plasmonic absorption of individual silver nanoparticles at
A =450 nm, the long-wave absorption also appears at 770-1000 nm, which is characteristic for
chain aggregates of silver nanoparticles [23]. The hybrid aggregates’” absorbance bands were



Self-Assembled Nanostructures Formation in Hybrid Metal-Mesogenic Systems
http://dx.doi.org/10.5772/intechopen.83003

.‘/ Silver nanoparticle
N\

| 4
::i::::‘ :::: I;:Ii?.ed silver !" "‘
! !

e | Q9

deposited from highly

diluted toluene solutions 'I
| l,* 5* I" \*
!

Removing of toluene and
formation of binary 2D- 5‘ ||

layers with hexagonal ) ‘
) 'l *
i \* II‘ "*

particles packing

!

Rising metal
concentration and
formation of 3D-binary
structure consisting of
silver nanoparticles
alternating with
thiocholesterol molecules
of cubic symmetry

Figure 12. The scheme of formation of binary nanostructures of silver nanoparticles and thiocholesterol molecules in
triple “silver-thiocholesterol-toluene” systems [20].

shifted to the near-infrared region and it is important for possible applications in in vivo
imaging and sensing of different biomedical objects.

The chirality of active compounds is important for many biochemical processes [24-26], the
study and separation of optical isomers of drugs are principal for pharmaceutical applications,
and control of optical purity is necessary for the production of pharmaceutical components.
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Figure 13. TEM pictures for hybrid silver-thiocholesterol aggregates after 24 h of storage in liquid crystalline mesophase:
general view (A) and internal structure (B) [22].
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Figure 14. The scheme of silver-thiocholesterol tubular nanoaggregates formation.

Cholesterol and thiocholesterol ligands and their mesogenic derivatives are natural and mod-
ified chiral matrices, which adsorptive and selective properties only begin to study [27].

The synthesis of hybrid nanoparticles with silver core and stabilizing cholesterol/thiocholes-
terol shell layer of chiral ligand thiocholesterol was produced by modified of borohydride
reduction method [28], including reduction of silver ions Ag" in bi-phase water-organic
system in the presence of mesogenic ligands. This system was used to impregnate silica
gel plates for thin-layer chromatography. The UV-Vis spectra of toluene sols of the hybrid
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Figure 15. Optical absorbance spectra: 1—highly diluted sols of silver nanoparticles stabilized by thiocholesterol in
toluene and 2 —linear aggregates, formed in liquid crystalline mesophase of hybrid “silver-thiocholesterol” system.

system “silver-thiocholesterol” (Ag: L = 1:5) were recorded in silver concentration of range
0.2-2.0 mg/ml and show the characteristic silver nanoparticles’ plasmonic band at 450 nm.
The intensity of absorbance grows linearly by increasing the concentration of nanoparticles.

The selection of model optical isomers of tested compounds was made using silica plates
modified by hybrid silver-thiocholesterol (Ag:L = 1:5) nanoparticles (Figure 16) with a concen-
tration of 1.2 mg/ml. The chromatographic separation of tested substances was made using
modified silica plates [29]. The eluent phase for the selection was chosen from several solvents
that differed in their chemical structure and polarity —methanol, isopropanol, acetonitrile,
acetone, and butyl acetate. It was shown that the most suitable eluent was the mixture aceto-
nitrile/water (50:50 v/v), the yield mobility was found rising in the order: 1,1’-bi-2-naphtol
<2,2'-diamino-1,1"-binaphtol (DABN) = trifluoro antranyl ethanol (TFAE). The difference of
the values of R was observed for S- and R-isomers of DABN and TFAE. The detection of the
spots of separated enantiomers DABN and TFAE was made by UV irradiation at 360 nm of the
chromatographic plates using the ability of these compounds for exhibiting fluorescence [30].
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Figure 16. Schematic structure (a) of silica gel modified by silver nanoparticles stabilized by thiocholesterol (b).

The chromatographic separation was estimated by the value of R, which was calculated using
the relation R¢ = x/L, where x is the length, passed by the substance from the start line, and L is
the length, passed by solvent up to front line [28]. The efficiency of separation was estimated

by the value a (selection factor), which was calculated using the relation a = %ﬁjf(fj, where Rf;

and Rf, are parameters of the two substances’ retention. The data are presented in Table 1. It
was shown that hybrid nanosystems based on silver nanoparticles covered by stabilizing layer
of mesogenic molecules of thiocholesterol were selective in the separation of optical isomers of
DABN and TFAE [31].

Test substances Rf a
2,2'-diamino-1,1'-binaphlene (R) 0.57 1.56
2,2'-diamino-1,1’-binaphlene (S) 0.46

1,1-bi-2-naphthol (R) 0.49 1.07
1,1-bi-2-naphthol (S) 0.51

TFA (R) 0.43 1.56
TFA (S) 0.54

Table 1. The retention times (R¢) and separation factors (@) of test compounds in thin-layer chromatography
experiments [31].
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6. Conclusions and perspectives

A new approach was proposed and realized for the formation of highly ordered hybrid metal-
mesogenic nanostructures based on the mesogenic matrix-governed self-organization of
atomic-molecular systems obtained by low-temperature condensation of metal and mesogenic
components’ vapors followed by controlled annealing of the samples. The hybrid metal-
mesogenic nanosystems have been obtained including plasmonic metal (silver and copper)
nanoparticles stabilized and supramolecular structures organized by liquid crystalline matrix
and their properties were studied in temperature range 80-350 K. The conditions that allowed
the production of metal nanoparticles of different sizes and morphology were determined, and
methods of creation of their ordered nanostructures using molecular self-organization and
metal species self-assembly were developed.

Low-temperature co-deposition of metal (Ag, Cu) and mesogenic alkylcyanobiphenyl compo-
nent (5CB, 8CB) vapors led to the formation of the first stage of metastable biligand complexes
of metal atoms with functional CN group, stabilized in ligand matrices. Thermal degradation of
the metastable complexes at 150200 K led to the formation of small metal clusters, which
initiate the growth of nanoparticles and their further aggregation and organization in aniso-
tropic mesogenic matrix. The structural and dynamic properties of mesogenic matrix at differ-
ent temperatures and different phases controlled metal atoms’ and small clusters’ self-
assembling and aggregation and led to the formation of metal particles of different sizes and
morphology and their ordered aggregates. The competition of the processes of matrix mole-
cules self-association, metal atoms aggregation and metastable complexes formation between
metal species of different size with ligand molecules and molecular aggregates determines the
structure and physico-chemical properties of hybrid nanosystems formed in definite conditions.
Highly ordered nanohybrid systems can be very promising for different applications in
nanoelectronics and electro-optics, as they possess unusual optical and sensor properties.

Ligand-stabilized silver nanoparticles were obtained by biphase chemical synthesis using
biomolecule of cholesterol and its heteroatomic analog thiocholesterol. Regular 2D- and 3D
superlattices with hexagonal or cubic ordering of almost monodispersed silver nanoparticles
with main size d = (6.0 = 1.5) nm for “silver-cholesterol” and d = (2.5 £+ 0.5) nm for “silver-
thiocholesterol” systems were obtained by removing the solvent from surface layers of triple
“silver-cholesterol (thiocholesterol)-toluene” sols and for binary “silver-thiocholesterol” systems.
Hybrid nanosized tubular silver-thiocholesterol aggregates with linear size (length) of more than
10 ym and only 15-20 nm wide including practically monosized silver nanoparticles of
d = (2.5 £ 0.5) nm have been formed for binary silver-thiocholesterol system in cholesteric liquid
crystalline mesophase.

The optical properties of hybrid nanosystems obtained belong to the plasmon absorption of
individual silver nanoparticles and also possess modified plasmonic bands of hybrid
nanostructures and highly ordered nanoparticle superlattices formed under special concentra-
tion and temperature conditions. Such hybrid nanostructures should be of interest for the
creation of new optical and electro-optical devices with adjustable light absorption and light
reflection. Integrating silver nanoparticles of exact size and shape and their aggregates of
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definite morphology with biological molecules and blocks opens new perspectives for
obtaining new bio-compatible instruments for imaging and sensing biological objects in living
organisms and targeted medical therapy.

The hybrid metal-mesogenic nanosystems obtained were also used as liquid crystalline com-
ponent for modification of silica gel nanoparticles and production of chiral matrices for thin-
film chromatography. The conditions that allowed the production of silica gel plates modified
by chiral hybrid metal-mesogenic nanosystems from toluene sols were developed. The new
chiral matrices for thin-film chromatography possessed enantioselectivity related to optical
isomers of 2,2'-diamino-1,1"-binaphtol (DABN) and trifluoro antrenylethanol (TFAE). We have
succeeded in selecting optical isomers of TFAE with selecting factor equal to 1.56. In the future,
the hybrid silver-thiochlesterol systems obtained in this work can be used as chiral stationary
phase also for high-performance liquid chromatography (HPLC). One can expect the higher
values of selectivity effects due to the increasing pathway for selecting compounds in compar-
ison with thin layer chromatography technique.
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