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Abstract. Vanadium and its alloy-based hydrides are extensively studied with regard to their use as
hydrogen absorbents. The ion beam-assisted deposition method (IBAD) used for nanocrystalline VN -
H, thin-film hydrogen storages production is analyzed. The data of transmission and scanning
electron microscopic studies of all stages of the film formation are considered. The main mechanisms
of intergranular pores formation in nanograin structures have been established. The relation between
the parameters of the ion beam-assisted deposition and those of film structure has been shown. The
obtained data provide the explanation of the mechanisms of hydrogen absorption and desorption by
thin films. It was suggested that the availability of branched network of intergranular pores allows
accumulating the hydrogen by VN -H nano structures in large quantities and release it at the
temperatures less than 275°C.
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1 Introduction

Vacuum deposition techniques, such as magnetron sputtering, physical and chemical vapor deposition,
have been successfully used for thin films deposition for a long time. A characteristic feature of these
techniques is that the resulting structures are formed under less than equilibrium conditions allowing
the creation of materials with unique properties.

B.Movchan and A.Dymchishin in 1969 [1] have shown the substrate temperature influence on the
structure of Ti, Ni, W, ZrO,, and Al,O, films. Evaporation of the substances was carried out by the
electron beam heating of the crucible. Three temperature zones with boundary temperatures T, and T\,
that are respectively equal to 0.3 and 0.45 ... 0.5 of T, for metals, 0.22 ...0.26 and 0.45 ... 0.5 of T, for
oxides were determined. The films with certain structure and properties have been formed inside each of
these zones. These studies marked the beginning of the so-called structure zone model (SZM). Later J.
Thornton [2] took into account the effect of the gas environment on the film structure additionally to
the influence of the substrate temperature. It was shown that the film formation mechanism during ion
bombardment was fundamentally changed not only by substrate temperature but also by pressure of
the working gas (argon). Effect of the reactive gas (oxygen) on the formation of the microstructure of
thermally evaporated metal (in that case, aluminum) has been studied in detail by P. Barna and M.
Adamik [3]. Oxygen adsorbed on the surface during deposition reduces the mobility of grain nucleating
centers and inhibits their coalescence. It results in the breaking of the columnar structure and
nucleation of the grains with different texture. Eventually, at a high concentration of oxygen molecules,
formation of aluminum oxide matrix with metallic inclusions is observed.

The substrate temperature and gas concentration influence the formation of the film structure only at
the initial stage. At this stage, the density of nucleation centers is determined mainly by the surface
diffusion coefficient. For equiaxial nanocrystalline structure formation, it is necessary to speed up the
bulk diffusion in the film at its growth stage. It can be achieved by ion-stimulation processing of the
film.

During the bombardment of the deposited film by 0.02-2 keV energy ions, generation of radiation-
induced defects not more than 1-10 displacements per atom takes place. It gives the intensification of
diffusion processes and the introduction of gas ions to a depth of 5-10 nm. As a result, we observed
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reduced intergranular porosity and increased density of the film. The additional spaces for the grains
nucleation appear on the surface of the growing film, which in turn leads to grain size decrease and
inhibition of columnar structure growth [4, 5].

However, the best opportunities for the nanocrystalline films formation arise if the substrate is
bombarded by gas ions of energies more than 10 keV during the metal vapor deposition. This
combination of metal evaporation with the ion irradiation is implemented in the ion beam-assisted
deposition technology (IBAD) method [6-10]. Tons with such energies create a large number of defects,
on which the grain nuclei are formed. Consequently, the nanocrystalline structures with grain size that
does not exceed 10 nm are formed [9-11].

Hydrides on the base of vanadium, a light transition metal, are considered to be perspective for usage
as solid state hydrogen storages. The total mass of stored hydrogen in them reaches the value of 2.1
wt.%. The amount of absorbed hydrogen atoms in VH, is essentially more than other hydrides, for
example, in MgH, hydride (11.2 in VH, vs. 2.5 wt.% in MgH,, at./ cm® x10%) [12].

V-H system includes the following phases: a - solid solution; B - (VH,;;-VH, o) and y - VH,. The B + y
phase mixture is in the VH, -VH, , concentration range. The V,H, V,H, and V,H, ordered structures are
revealed in the homogeneity range of the B-phase. The B-phase has the body-centered tetragonal lattice
(bet), the VH, ;; non-stoichiometric phase has fec lattice.
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Figure 1. Pressure-concentration constitution diagram for hydride VH, (summarized data from [13]). Dot line is
related to the state when this hydride may be used as hydrogen storage.

Due to the existence of several V-H phases with different crystal structures several plateaus related to
the phase transitions have to appear on the P-C-T diagram (Fig. 1). The figure also shows the possible
ways of the improvement of the absorptive properties of vanadium hydride, such as nano-porous
structure formation (increasing of the gravimetric capacity); hydride phase stabilization by means of
complex VN H hydride formation and development of the additional hydrogen traps (the improvement
of the thermodynamic and kinetic properties).

The aim of this study is to investigate the structure and desorption characteristics of V-N films
prepared using the ion beam-assisted deposition technology.

2 Experimental procedure

Nanocrystalline VN, porous thin films were obtained by evaporation of vanadium from electron-beam
crucible at the simultaneous irradiation by a mixed beam of helium and nitrogen ions (N,*/He*=1) with
energy of 30 keV. The ratio between the speeds of vanadium atoms deposition and gas ion implantation
was 0.5at./ion. The film deposition was conducted onto the NaCl substrate at 200°C. Thin carbon film
was deposited on the substrate before the vanadium evaporation. During the vanadium film deposition
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the parts of the substrate were sequentially overlapped by shutter at regular time intervals. The set of
films with a thickness from 5 up to 25 nm was obtained.

In addition, films of 1.5 pm thickness and 1.5x1.5 cm area were deposited on sapphire and silicon
substrates. The structure of the films deposited on silicon and NaCl substrates was investigated by
means of JEM 100CX transmission and JSM 7001F scanning electron microscopes.

3  The results of the experiments

3.1 The initial stage of film formation

The inhomogeneity zone is always observed in the surface layer of deposited film at its bombardment by
gas ions with energy of some tens of keV. The number of generated defects and implanted gas
concentration are increased successively deep inside the zone starting from the film surface. The extent
of this zone is determined by the path depth of ions used for the bombardment of deposited material.
For example, an extent of this heterogeneity zones for 30 keV-nitrogen ions is ~70-80 nm [6].
Accordingly, the structure of the film at the nucleation stage and after its thickness has exceeded 80 nm,
is different. Therefore, the zone of structural heterogeneity seems to be a good subject for investigation

of the mechanisms of nano-porous structure formation at the bombardment by medium-energy gas ions.

Using SPURT program as described previously [14], we performed a mathematical modeling of the
defect formation (Fig. 2a) and ion implantation of nitrogen and helium (Fig. 2b) processes in the
deposited vanadium film.
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Figure 2. Thickness dependencies of damage distribution (displacement per atom) (a) and implanted helium and
nitrogen atoms (b) in the V-N-He film. j(N,*, He") = 10" ion/cm? - sec.

Fig. 2, a shows that the most of the damages in the film at all stages of deposition arise from the
nitrogen ions. Moreover, the impact of nitrogen ions on the structure and composition of the vanadium
film ends at a depth of 80 nm. The level of damages at thicknesses more than 80 nm increases slightly
due to helium ions exclusively. The quantity of implanted nitrogen at such thicknesses is not changed;
and helium concentration increases almost tenfold. At a depth of 250 nm the calculated concentration of
helium in vanadium film is similar to nitrogen concentration at a depth of >80 nm, namely, 6.5 - 10*
ions/cm® (it has not been shown in the Fig.2). Thus, calculations show that the structure and
composition of the film of less than 80 nm-thicknesses are determined by the concentration and amount
of radiation defects generated by nitrogen ions. In the thickness range of 80-250 nm the film structure
can be transformed due to implanting helium ions. Total estimated amount of nitrogen and helium in
the vanadium film of thickness > 250 nm should not exceed 12.0 at.%.

Fig. 3 shows the electron-microscopic images of VN, films at the initial stage of their growth. Fig. 3, e
demonstrates the same piece of the 20 nm-thickness film as the Fig. 3, d but at different electron beam
focusing. Fig. 3, e shows the image of new grains inside the ruptures. All figures present the negative
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images for better visualization of the grain boundaries and pores. It is seen that the films are solid even
at a thickness of 5 nm. They have a nanocrystalline structure with grain size of 10-15 nm. Grains are
arranged in a single layer; 3-5 nm pores are observed almost in all triple and quadratic intergranular
joints.

Specific ruptures of 100 nm length and ~10-15 nm width appear in film starting from the thicknesses
of 15 nm (Fig. 3, ¢) and there are large (~ 50-150 nm) areas (hereinafter referred to as blocks) that are
visible between the adjacent ruptures. Blocks display heterogeneous structures and consist of nano
grains separated by porous boundaries. Filling the ruptures by the grains of new population (Fig. 3, e, f)
takes place simultaneously with the subsequent layers formation. Their average size is approximately
the same as the size of the grains inside the particle, namely, ~ 15-20 nm. At film thicknesses more than
30-40 nm the ruptures are completely filled by nano grains and formation of subsequent layer of
particles and grains begins.

The crystal structure of VN, films at all stages of their formation corresponds to the fcc structure of
vanadium nitride.

3.2 The structure of already formed VNx films of 1.5 pm-thickness

Fig. 4 shows SEM (a) and TEM (b) images of VN, films deposited on silicon substrates. In the first case,
the electron beam was directed at the film surface. In the second case, the sample was prepared by ion
thinning of the end face of the substrate with the deposited film. It can be seen (Fig. 4, a) that film
structure consists of blocks with a diameter of 150-250 nm. Blocks are non-homogeneous and consist of
grains of irregular shape and size of 10-20 nm arbitrarily distributed in space.

The results of TEM study shown in Fig. 4, b confirm the SEM investigation data. The blocks are not
homogeneous formations and consist of nano grains. The boundaries between blocks are loose; and the
connections of 3-4 blocks contain pores of 5-10 nm in size.

In order to explore the structure and orientation of the individual grains in detail high resolution
TEM (HRTEM) was used. Fig.5, a shows the area inside a single block. It can be seen that the block
consists of nanograins of 5-15 nm size. Moreover, the crystallographic planes in each grain are arbitrarily
oriented with respect to film plane.

It is difficult to calculate with high accuracy the interplanar spacings in each individual grain using
Fig.5, a. To meet this challenge we used Fourier transformation of the diffraction peaks, which are
responsible for the reflection from different crystallographic planes of the grains shown in Fig. 5.

Fig.5, b demonstrates the results of Fourier transformations and some interplanar spacing values. It
can be seen that the grains are randomly distributed in the block volume. Parameter of fcc crystal
lattice of VN, film calculated on the base of interplanar spacing was 0.4052 nm.

3.3 Electrical and absorption characteristics

Taking into account the structural irregularity of VN, films, the change of resistivity in the
absorption and desorption processes can provide the important information about the pores state and
kinetics of the hydrogen release from them. For multicomponent materials, the presence of gas-
containing pores in such structure leads to the appearance of additional conduction mechanism which is
either in the occurrence of thermionic conduction electrons due to emission from the gaseous impurities
(nitrogen, oxygen) located on the pore surfaces and/or volume, or due to the tunneling effect.
Consequently, the resistivity of material, which pores in whole or in part are filled with gas, will be less
than that for the material with vacuum pores. For this occasion the electrical resistivity of material will
be determined by the scattering of electrons by phonons, and boundaries of nano-grains and nano-pores.
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Figure 3. Electron-microscopy images of VN, films structure at different deposition stages (the estimations for all
film thicknesses are given).

Fig. 6 shows the corresponding dependences of VN, film resistance on annealing temperature. It is
seen that a decrease in resistance in the temperature range of 20-60°C is observed. It is typical for the
films having a negative temperature coefficient of resistance. Further temperature increase causes an
intense increase in resistance.

At 260°C the resistance of VN, films is 10! times greater than the resistance of the hydrogen-saturated
samples. In the cooling process resistance remains unchanged up to 180°C, and then decreases. The final
value of resistance is 15-20% less than the resistance of the films saturated with hydrogen.
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Fig.7 shows the hydrogen desorption curves indicating that the change in resistance of the films
during annealing is uniquely related to the amount of hydrogen absorbed by them.

Figure 5. TEM image inside the block structure of VN, film (a) and its Fourier transformation (b).

JAN Copyright © 2016 Isaac Scientific Publishing



Journal of Advances in Nanomaterials, Vol. 1, No. 1, September 2016 7

+E.KQ

1000 -

100

10

b/ e

100 200 100

Figure 6. Changes in electrical resistance of VN, films saturated with hydrogen during heating and cooling.
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Figure 7. Dependences of the hydrogen amount in the annealing chamber during the initial annealing and
reheating of VN -H, film. Reheating was performed after evacuation of hydrogen from the chamber

It was observed that the inflections of the primary annealing curve are correlated with the inflections
in the dependence of the film resistance on the heating temperature (Fig. 6). Therefore, as the hydrogen
release occurred, an increasing number of pores appears in the film; and the scattering of electrons on
them leads to the gradual increase in film resistance. Reduction of VN, film resistance during cooling
corresponds to the received data on hydrogen absorption from the atmosphere inside the chamber and
filling the open pores by hydrogen.

4 Discussion

Vanadium deposition under the ion-stimulated bombardment with working ion source occurs at a total
pressure of nitrogen and helium in the chamber equaled to (1.5-2.0)x10® Pa. At this pressure, the
continuous adsorption of nitrogen molecules and helium atoms by the substrate surface is taking place
simultaneously with the vanadium vapor deposition. Moreover, at such experimental conditions the rate
of gases adsorption is not less than the speed of vanadium deposition. The partial dissociation of
nitrogen molecules is in process at ion bombardment. Taking into account that Gibbs free energy of
vanadium nitride formation is rather low [15], an ongoing chemisorption of nitrogen atoms and
formation of vanadium nitride occurs. This may explain the vanadium nitride appearance at very early
stages of film growth.

Physical adsorption of nitrogen molecules leads to the inhibition of diffusion processes on the film
surface. As a result, there is a large-scale nucleation of small grains poorly oriented relatively to each
other whose boundaries are saturated with nitrogen molecules and helium atoms. Radiation-induced
diffusion of adsorbed gas atoms implanted at the irradiation stimulates the steady flow of gas molecules
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and atoms to the grain boundaries. At a certain stage of the film growth, the amount of gas impurities
in grain boundaries and in triple grain boundary intersections becomes sufficient for destruction of
boundaries and for the formation of ruptures of 50-100 nm in length (Fig. 3b, ¢, d). This size is very
close to the size of blocks shown in Fig. 4. Therefore, we believe that the formation of randomly
distributed blocks is associated with the formation of such ruptures. The nucleation of new grains in the
fracture areas prevents the formation of continuous columnar structure that is characteristic for the film
deposition at a low-energy ion bombardment [4,5]. Fig. 8 shows the corresponding image of VN, film
cross-cut.

100nm NSC_KIPT
SEM WD 10.0mm

Figure 8. SEM image of the cross-section and the surface of VN_ film.

Quantitative analysis of the SEM results revealed that the nitrogen concentration in VN, films does
not exceed 10 at.%, although the selected-area electron-diffraction analysis shows the presence of nitride
phase at all stages of film growth.

As noted above, the vanadium nitride formation at the initial stages of film growth may occur due to
the adsorption of nitrogen molecules from the volume inside the vacuum chamber, their dissociation and
nitride phase formation. The structure of VN, film formed during the ion bombardment is nano-
crystalline. Therefore, it is not necessary to provide equal amounts of vanadium and nitrogen for the
nitride phase formation in such small grains.

It is known that during the transition from a polycrystalline to a nanocrystalline structure the fraction
of the grain surface area in which the equilibrium vacancy concentration is different from concentration
in "bulk" sample increases. The equilibrium concentration of vacancies in the small size particle depends
on the particle size (r) as follows [16]:

Cs =C, exp(30Q/rkT) |

where o is the surface energy, and Q) is the atomic volume.

It follows from this expression that the equilibrium concentration of vacancies in small size particles
may exceed significantly the concentration of vacancies in the "bulk' samples. A similar relationship
exists for the diffusion coefficients too.

Increase in the equilibrium concentration of vacancies in nanograins of two-component structure like
vanadium nitride can occur exclusively at the expense of nitrogen atom. Consequently, VN
stoichiometric compound exists only in the central region of grains, and nitrogen is virtually non-
existent in the grain boundaries. In this spirit, we believe that vanadium nitride with fcc-lattice exists
in our films in the form of non-stoichiometric compound VN, (x <1).

Helium ions during film deposition penetrate deeper than a typical block size, namely, up to 250 nm
(Fig.1, b). Rutherford backscattering and the thermal desorption spectra analysis we used to determine
the He concentration but Helium was not observed in the analyses. The lack of helium indicates a good
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gas permeability of formed porous nanocrystalline structure. The successive accumulation of helium
atoms implanted by ion beam in film region which is at a distance of 80 to 250 nm from its surface
takes place during VN, film growth. As a result, local heating of the film in the damage zone and
helium pressure increase inside it takes place. Helium implanted inside nanograins can easily move to
the grain and interblock boundary surfaces and finally leave the film volume to high equilibrium
concentration of vacancies in the nanograins and radiation-induced diffusion. Thus, the role of helium
in the formation of solid-state VN, hydrogen storage is to form nanopores linked by inter-granular and
interblock boundaries. The role of nitrogen is to create vanadium bcc-structure that is denser than
nanocrystalline fce-structure of VN.,.

At the physical adsorption of hydrogen by such structures, rapid filling of grain boundaries and pores
takes place. Further, a part of hydrogen molecules is dissociated in the grain boundaries and the
diffusion of hydrogen atoms into them occur with the increase of pressure in the pores. The selected-
area electron-diffraction data have not revealed the appearance of hydride phase. Therefore, the most
likely and effective traps for hydrogen atoms are the vacant positions in VN, lattice. It was shown for
TiC, [17, 18] that the greater the degree of deviation from stoichiometry (x<0.6) is observed the
greater amount of hydrogen atoms can be accumulated within the crystal lattice.

The configuration of nano pores in the investigated film structures is not just a system of voids that
directly traverse each other. In the present case the pores are interconnected by relatively long
intergranular boundaries of width that does not exceed 1 nm. This value is very closely related to the
most optimal (0.6 nm) design size at which hydrogen will be retained in its molecular state [19]. The
availability of such branched pore system connected by narrow and long channels provides the rapid
delivery of molecular hydrogen to the film volume and its retention at room temperature.

5 Conclusion

The results given in this paper show that the use of IBAD method allows not only the controlled
formation of nanoporosity with prescribed parameters but also the embedment of this nanoporosity into
the nanocrystalline structure of a matrix. The material produced under such a method is capable to
accumulate hydrogen at low pressures and room temperature. These structures can absorb the hydrogen
up to 7 wt. % and release it in the temperature range of 50-275°C. The availability of broad channels
between grains provides high diffusion mobility, which allows accumulating the hydrogen and releasing
it from material within a short period of time. The formed structure accumulates hydrogen both in
nanopores and in the vacancy (nitrogen empty) sites inside VN, grains. Varying the basic parameters of
the ion beam-assisted process and firstly its radiation component it is possible to produce nano-
crystalline porous structures which will be suitable to uptake hydrogen in a high quantities and desorb it
at the temperature no more than 100°C.
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