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Abstract:



This paper considers metal hydrogenation and hydrogen release from metals under electron irradiation. The study shows that there are two processes during irradiation: the increase in the hydrogen yield from metal and the increase in the ability of hydrogenated metal to accumulate the energy of a beam of accelerated electrons. The energy introduced into hydrogenated metal is preserved for a longer period when compared to pure metal in time scales of electronic relaxation. Electron irradiation accelerates the saturation of metals with hydrogen and deuterium. Deuterium and hydrogen participate in the collective excitation of the internal hydrogen atmosphere of metals. This effect is explained by the nonequilibrium migration and release of hydrogen from metals. The migration of hydrogen isotopes during irradiation can be used to enhance the light isotope separation.
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1. Introduction


Hydrogenated metals are known to be irradiated with electrons, gamma, and X-ray quanta to obtain a radiation-stimulated yield of hydrogen and to excite a hydrogen subsystem. The irradiation of hydrogenated metals by X-rays and electrons [1,2,3,4,5,6,7] leads to the long-time excitation of a hydrogen subsystem on the scale of the lifetime of electronic excitations in a metal. The main characteristics of the hydrogen subsystem are the energy, the special state of electrons found in the study of electronic spectra of metals [1,2], and the rate of hydrogen desorption from metals [5]. Irradiation can be used to control the concentration of hydrogen in the volume of solids and to create nonequilibrium thermodynamic systems, the synthesis of which cannot be conducted using traditional methods [4,5]. The study of deuteron desorption from the combined system Pd/PdO saturated with deuterium to form Pd/PdO:Dx and irradiated by electrons has shown that the energy of deuterons increases in comparison to thermal energy [6,7,8].



High-energy hydrogen (deuterium) atoms are obtained during the excitation of the hydrogen subsystem by electron irradiation due to the generation of plasma oscillations (plasmons) in a crystal lattice or hydrogen subsystem [9,10]. At the same time, some works are devoted to the theoretical justification of the effects of the excitation of the hydrogen subsystem [11]. The important problem is an increase in the time of the preservation of the supplied energy during electronic relaxation in metals to stimulate the processes of accelerated diffusion and the rearrangement of the entire crystal structure exposed to radiation [11,12,13,14]. The analysis of oxide films on the surface of metallic samples occupies a special place in the study of hydrogenation conditions. In some cases; their thickness determines the accumulating role of hydrogen, as it delays its output [10,15,16]. Studies of metal nonequilibrium saturation with hydrogen isotopes result from the needs of high-technology industries such as hydrogen, nuclear, and thermonuclear power industries [17].



The purpose of this work is to study the specific features of the electrolytic accumulation of hydrogen isotopes by using titanium, palladium, and the absorption of hydrogen isotopes, and to obtain the quantitative characteristics for the sorption and desorption of hydrogen isotopes during irradiation.




2. Results and Discussion


Figure 1 shows the kinetic curves demonstrating the change in the deuterium flow passing through a palladium film with a thickness of 0.1 mm. For all electrolyte currents, the value of the flow becomes constant after 260–320 s. The largest deuterium flow is observed for the electrolysis current density of 1 A/cm2.


Figure 1. Kinetic curves demonstrating the increase in the density of the deuterium flow passing through palladium (in arbitrary unit) for the different electrolyte current densities: 500 (1), 700 (2), 800 (3), and 1000 mA/cm2 (4).
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Figure 2 reflects the deuterium flow versus the current density of the electron beam. The relative increment increases superlinearly from the level of excitation by electrons and does not depend on the electrolysis current. The temperature of the electrolyte and Pd of the membrane is kept constant.


Figure 2. Relative increments of the outgoing deuterium flux density at different current densities of the electron beam (0 ≤ jе ≤ 60 μA) and two values of the electrolysis current density: 500 (1) and 800 (2) μA/cm2.
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A near-linear dependence was found for the amount of accumulated hydrogen isotopes versus the saturation time (Figure 3). The amount of hydrogen introduced is 2 times greater than the amount of deuterium introduced under similar conditions for the same time. When the electrolysis current is switched on, the instantaneous deuterium yield is not observed in the vacuum cell. The yield of deuterium is observed after 1 h for the Ti samples with a 0.05 mm thickness and after 1 min for the Pd samples with a 0.1 mm thickness, for an electrolysis current density of ca. 200 mA/cm2 in D2O-based alkaline electrolyte (0.1NLiOD) at the electrolyte temperature of 40 °C. This corresponds to the diffusion coefficients of 7 × 10−9 cm2/s (D-Ti) and of 2 × 10−6 cm2/s (D-Pd) at 40 °С.


Figure 3. The amount of accumulated deuterium (curves 1 and 2) and hydrogen (3) versus the saturation time (J = 0.5 A/cm2) for palladium (1) and titanium (2 and 3).
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Figure 4 shows a decrease in the yield of deuterium for the oxide film 150 nm in thickness and an irradiation time interval of 20 min. Thus, an increase in the thickness of the surface oxide film (Figure 4) leads to a decrease in the rate of the deuterium yield (in a time interval of 15–20 min). In addition, the deuterium yield is increased with an increase in the beam current and a decrease in the temperature. The latter is explained by the fact that there are difficulties connected with the transition of deuterium from the near-surface region to the sample volume. This leads to a higher excitation density of deuterium in the near-surface region and, correspondingly, to an increase in the yield of deuterium.


Figure 4. Intensity of the deuterium yield from a palladium sample with an oxide film on the palladium surface (the oxide film thicknesses are 50 nm (1) and 150 nm (2)) versus the irradiation time. The energy of the electron beam is 50 keV, and the beam current is 30–60 μA.
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The yield of Li is observed in 1.5–2 h of electrolysis in the alkaline electrolyte (0.1NLiOD) in D2O on the vacuum side of Pd. Li passes through Pd with a diffusion coefficient of about DLi-Pd = 3 × 10−9 cm2/s. This diffusion coefficient corresponds to the temperature T ≈ 330 K and the current of the electron beam I ≈ 60 μA (the energy of the electron beam is E = 50 keV). After the electron irradiation (J = 30 μA/cm2), up to 90% of hydrogen can be extracted from the palladium samples. Hydrogen is not removed from the samples exposed to X-rays (Ep = 40 and 120 keV).




3. Materials and Methods


The palladium (99,9% purity) and α-titanium BT1-0 samples with a composition of Fe 0.18%, Si 0.1%, C 0.07%, O 0.12%, N 0.04%, and H 0.01% were prepared for the study. Palladium 0.1 mm in thickness and titanium 0.05 mm in thickness were used as saturated and simultaneously irradiated samples. After a mechanical polishing, the samples were annealed in a vacuum. The hydrogen concentration was measured using a weight method, a hydrogen analyzer RHEN602 (LECO), and a time-of-flight mass-spectrometer according to the intensity of hydrogen and deuterium lines.



To saturate titanium and palladium with deuterium, electrolysis was used in the 0.3 M solution of LiOD in heavy water with a Pt anode at an electrolysis current density of j = 10 mA/cm2 and a temperature of ca. 279 K. To obtain reproducible experimental gas release results, before electrolysis, the surface of the samples was purified for 20 min from impurities in a UHF discharge plasma at a temperature of 40 °C, a mixture pressure (H + H2) of 10 Pa, and for a plasma dissociation degree of ca. 10%. The samples were annealed in a vacuum before electrolysis until the gas release stopped. After electrolytic purifying, the surfaces of the samples were retreated in a low-temperature hydrogen high-frequency discharge plasma. The electrolytic saturation of titanium was conducted for one hour at an electrolysis current density of j = 1 A/cm2; the electrolytic saturation of palladium was conducted for 30 min at an electrolysis current density of j = 10–100 mA/cm2. The content of hydrogen and deuterium in the metals after hydrogenation was determined by both the weight method and mass spectrometry. The migration and yield of deuterium and hydrogen from titanium and palladium exposed to accelerated electrons were studied using mass spectrometry and a high-vacuum installation (Pres ≤ 10−5–10−6 Pa). The installation includes: a vacuum cell, an electron gun, and a mass spectrometer. An electron beam with an energy of 10–100 keV and a current density from 3–150 μA/cm2 was used to create a nonequilibrium yield of hydrogen isotopes. The test sample was placed in a vacuum chamber.



To study the processes of nonequilibrium migration and the escape of hydrogen and deuterium from metals, a special cell is used. It provides electrolytic saturation of metals with H and D atoms with the output of H, D atoms directly into the measuring vacuum chamber (Figure 5). The yield of H, D atoms was stimulated by accelerated electrons (E = 1–100 keV, jе = 1–150 μA/cm2) or by X-ray radiation (Ex = 1.0–100 keV, jx = 1013–1015 quantum/(cm2s)).


Figure 5. Cell for studying in situ processes of nonequilibrium migration of hydrogen and deuterium in metals: 1—flange; 2—a glass for electrolysis; 3—microampermeter for measuring the electron beam current; 4—vacuum current leads; 5, 6—thermocouples; 7—flowing refrigerator; 8—test sample; 9—platinum electrode; 10—electrolyte; 11—mass spectrometer; 12—electron gun; 13—tungsten plate; 14—electron gun; and 15—the cell’s power supply.
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The cell allows one to study the electrolytic saturation of metallic samples with hydrogen (deuterium), the passage of hydrogen (deuterium) through the metal and the yield of hydrogen (deuterium) into the vacuum. The passage and exit of hydrogen (deuterium) into the vacuum was stimulated by an electron beam and X-ray radiation. The registration of the H and D atoms was carried out by a time-of-flight mass spectrometer. A beam of accelerated electrons was directed and focused on a saturable sample or transformed into an X-ray beam after passing a tungsten plate.




4. Conclusions


The flows of deuterium and hydrogen were investigated versus the current density of the electron beam, the irradiation time, and the presence of oxide films on the metal surface during electrolysis and the simultaneous irradiation of palladium and titanium. The flow passing through the metal samples and the saturation of the samples was also investigated. A near-linear dependence was found for the amount of accumulated hydrogen isotopes versus the saturation time. The amount of hydrogen introduced is nearly 2 times greater than the amount of deuterium introduced under similar conditions for the same time.



After electron irradiation (J = 30 μA/cm2), up to 90% of the hydrogen is extracted from the palladium samples, and hydrogen is not removed in significant quantities from the samples exposed to X-rays (Ep = 40 keV and 120 keV).



Lithium diffuses through palladium with a diffusion coefficient DLi-Pd = 3 × 10−9 cm2/s at a temperature of T ≈ 330 K and a power density of the electron beam of ≈5 W/cm2.



The intensity of the hydrogen output from the metal is determined by the linear dependence on the power density of the electron beam.
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