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1. Вторинна іонна мас-спектрометрія взаємодії водню з поверхнею гідридоутворюючих сплавів

2. Secondary ion mass spectrometry of hydrogen interaction with the surface of hydride-forming alloys

Реферат:
1. У роботі представлено результати досліджень впливу водню на характеристики емісії вторинних іонів та
використання їх емісії (як фізичної основи методу ВІМС) для визначення характеристик взаємодії водню з
поверхнею сплавів-накопичувачів водню. Визначено закономірності спектрів та виходів вторинних іонів
пов’язаних з воднем, зв'язок з поверхневою концентрацією водню та складом поверхні сплавів. Показано, що
виходи водневмісних вторинних іонів можуть використовуватися для контролю змін концентрації водню
при різних експериментальних умовах під дією різних процесів. Розроблено аналітичну модель, яка описує
вплив процесів адсорбції, абсорбції, десорбції та іонного бомбардування на концентрацію водню на поверхні
при ВІМС дослідженнях. Її застосовано для моделювання та апроксимації результатів експериментів. За
допомогою ВІМС-вимірювань, визначено якісні та кількісні характеристики процесів адсорбції, абсорбції,
десорбції водню дослідженими зразками сплавів-накопичувачів водню TiFe, LaNi5, Zr37.7Ti4.7Mn20.2Fe37.4,
Zr2Fe, Zr(V0.75Fe0.25)2, Zr65V30Ti5.



2. The thesis addresses the features of secondary ion emission from the surface of hydrogen storage alloys under
bombardment by a beam of 12-20 keV Ar+ ions in presence of hydrogen and also addresses the characteristics of
hydrogen interaction with the surface of the alloys, determined using secondary ion mass spectrometry. It is found
that under Ar+ bombardment, the presence of chemisorbed hydrogen on the surface of alloys leads to the emission
of hydrogen-containing secondary ions, the generalized composition of which is XnYmHk± where X, Y (or Me) are
atoms of metals- components of an alloy. The yields of these ions are primarily related to the hydrogen
concentration on the surface. It is shown for the first time that hydrogen pressure, sample temperature, and
primary ion beam current density generally do not affect the relationship of hydrogen-containing secondary ion
yields with the concentration. This opens a possibility to study and characterize in situ the interaction of alloys
surface with hydrogen. It is shown for the first time that from a comparison of the influence of several different
experimental parameters on the emission intensity of polyatomic hydrogen-containing secondary ions, it is
possible to detect the presence of different metal phases in the sample constitution when such phases differ in
their interaction characteristics with hydrogen and have different sets of characteristic polyatomic secondary
ions. For the first time, it is determined that the yields of the MemHk± ions in general nonlinearly depend on the
concentration of chemisorbed hydrogen. A tendency to increase the degree of concentration dependence of the
yields with increasing k is found, while the linear dependence on concentration is inherent only to the yields of the
ions with k=1 and only at hydrogen concentrations far from saturation. For the first time, an analytical model was
developed that describes the simultaneous influence of adsorption, absorption, desorption, and ion bombardment
on the concentration of hydrogen on the surface. Using the solutions of the model main equation, a simulation of
the hydrogen surface coverage was carried out under conditions resembling the experimental ones. The effects of
process parameters were analyzed and compared with experimental data. The model was used to quantify the
characteristics of hydrogen interaction processes with the TiFe and Zr2Fe alloys. For the first time, using SIMS, it
is determined that the probability of dissociative adsorption of hydrogen on the surface of TiFe and
Zr37.7Ti4.7Mn20.2Fe37.4 alloys does not depend on temperature in the range ~300÷450 K. In addition to
chemisorption on the surface of TiFe, LaNi5, and Zr37.7Ti4.7Mn20.2Fe37.4 hydrogen atoms migrate only to a
limited number of subsurface locations whereas for Zr2Fe, Zr(V0.75Fe0.25)2, Zr65V30Ti5 there is a significant
hydrogen absorption into the volume. Increasing the temperature of the alloys from ~300 K to ~600 K accelerates
the migration or absorption and increases the absorption effectiveness. An estimate of the activation energy
Ea=0.6 eV of hydrogen absorption was obtained for Zr2Fe. It is determined that significant hydrogen desorption
from the TiFe, LaNi5, Zr37.7Ti4.7Mn20.2Fe37.4 surfaces occurs at T > 450 K. For TiFe, it is determined for the first
time that the desorption rate corresponds to the parameters of the Polanyi-Wigner equation ν = 0.49÷2.4 × 1014 s-1
and Ea = 1.6÷1.7 eV at hydrogen surface concentrations far from saturation. For Zr2Fe, Zr(V0.75Fe0.25)2,
Zr65V30Ti5, the desorption of absorbed hydrogen occurs at T > 500-700 K. At the desorption maxima, the rate of
hydrogen release from the samples is limited by the rate of its arrival from the volume to the surface. For the first
time, the activation energy Ea = 1.85 eV of hydrogen associative desorption from the surface of Zr2Fe is
determined. It is determined that when oxygen interacts with the LaNi5 alloy, an oxygen-containing structure is
formed on the surface. The structure includes both La and Ni. Its formation is accompanied by significant changes
in the spectra and yields of secondary ions. The oxygen concentration in this structure is the highest in the
outermost surface atomic layer and decreases uniformly with depth. An increase in the amount of oxygen in the
surface composition initially reduces the hydrogen chemisorption capacity of the surface (site blocking) whereas
oxygen contents near the saturation drastically reduce the probability of hydrogen dissociative adsorption.
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