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Some problems on formation of the complex chemical compounds (uranate, zirconate, etc.) in the fuel rods during

irradiation and in oxidative reactions are considered. Complex compounds influence the separation processes at

magnetoplasma reprocessing of spent nuclear fuel (SNF). The variant of the experimental setup for simulating the

processes of formation of complex compounds in the SNF is proposed.

PACS: 03.65.Pm, 03.65.Ge, 61.80.Mk
1. INTRODUCTION

It is known that in a number of reactors about 95%
U-238 and 5% of fissile U-235 in the form of oxides
is loaded. At U and Pu fission and subsequent ra-
dioactive decay of the fission products (FPs) a large
number of new chemical elements is formed. In ad-
dition, for each fission two atoms of oxygen release
in the oxide fuel, which can participate in different
chemical reactions, producing a complex oxide com-
pound. In [1] some of the physicochemical processes
on formation of complex compounds in the fuel rods
at deceleration of the multi-charged FP ions in the
UQ; target were considered. It is pointed there that
within the potential well (Fig.1,a) FP ion transfers
energy to the molecules of the target, which, in turn,
dissociate and ionize. The electrons of the neighbor-
ing molecules attract potential well of the FP ion and
the oxygen ions are repelled (Fig.1,b). Lattice vi-
brations stimulate the diffusion of oxygen, which in
the form of atoms and ions diffuses much faster than
O3 and can oxidize the UO3, forming, for example,
U30g. However, at irradiation of fuel elements in sta-
tionary conditions, a significant consumption of oxy-
gen goes to the oxidation of FPs [2]. Sr, Y, Zr, Nb,
Ba, and rare earth elements oxidize unlike Kr, Xe and
noble metals. Fission products of Ru, Rh, Pd form
with fuel the intermetallics. The fuel rods contain
metal precipitations of Mo, Cu and the noble metals.
Mo, Cs, Te, I, can be presented both elements and
oxides. Available significant amount of Ce, Nd, Zr,
W, Mo and Cs form the oxides in fuel. ZrO dissolves
in UO2, mainly in the form of solid solutions. In ad-
dition, Ba, Sr and Zr can form chemical compounds
of so-called "gray phase” — zirconate of barium and
strontium: SrZrOs, BaZrOs, etc. Metal and oxidized

fission products form a system of complex compounds
(uranates, plutonates, oxitellurides, zirconates, etc.)
Direct research in the spent fuel is difficult for several
reasons, therefore it is proposed to simulate experi-
mentally physicochemical processes of complex com-
pounds formation in the fuel elements. Bombardment
of the target using materials-simulators (e.g., BaO,
and, possibly, UO2 using U-238) by multiply charged
ions of the elements, present in the SNF in significant
quantities (Zr,4, Nd,, etc.) is offered. The energy
of a beam is 1MeV, that corresponds the energy of
the FPs near the end of deceleration track (Fig.1,c).

The principal scheme of experimental setup is pre-
sented in Fig.2. It is assumed that from the exit of
ion source —1 multi-charged ions penetrate into the
target — 2 to a few monolayers, forming a new chemi-
cal bonds, that is, at deceleration upon collision with
the target complex oxides can be formed. A stan-
dard volume — surface analysis to determine compo-
sition and structure of a bombardment area can be
applied. An alternative method is the analysis of ab-
lative torches, generated by electron beams or lasers.
Plasma of ablative torches may be partially ionized,
Ti 0.5...3eV«5...8eV=Ey; (dissociation energy of
the complex oxides). The particle flux of ablative
torch enter the ion source — 4, where the main ion-
izing processes of complex compounds take place in
a gas plasma (ne ~ 10'3 10 em?, Te ~ 3..5¢eV).
The magnetic focusing system focuses the ion beam.
Accelerated molecular ions through the gap gain to
the mass-analyzer — 5.

In [1] it is indicated that the presence of complex
compounds formed in SNF introduces certain diffi-
culties in the purification of nuclear fuel from the
FPs.
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Fig.1. Schematic view of: a)— potential well of

the multi-charged FP ion in the UOy lattice; b)
— movement of multi-charged FP ion (2) in the
UOs lattice (1); ¢) — complex compound formation:
multi-charged ion beam of ~ 1 MeV decelerate (1)
upon collision the target (2), and, in the monolayers
(3) form chemical compounds, which under laser
or electron irradiation are derived from the ablative

torch (4)

In particular, when studying cesium removal from
SNF at induction heating to 2300°C'[3,4] it was
shown that the complex oxides can form in the
fuel. Mathematical modeling of heat treatment
in Oy/Ar/Ny atmosphere of irradiated fuel shows
the possibility of ternary compounds formation:
CSQMOO4, CSQU4012, CSQZT‘Og, S?"ZTOg, S’I'MOO4,
BaMoOs, BaZrOs, BaUQOg3, BasUsO7, BasUOg —
mostly in grey phase. To reduce their quantities
the possibility of reducing the amount of oxygen
when adding hydrogen was considered. The re-
sults of experimental studies with irradiated fuel
have shown that temperature for release of ce-
sium compounds is higher than temperature of
cesium removal. In addition, it was found that
32

there was a dependence on the chemical formula
of cesium compounds and the structure of the fuel.

Fig.2. Schematic view of experimental setup:
1 — source of multi-charged ions; 2 — target of the
metallic ozides to form the complex compounds;

8 — ablative torch; 4 — source of molecular ions;

5 — mass-analyzer

In plasma separation of spent nuclear fuel a vari-
ety of molecular ions (in particular, with masses ex-
ceeding the mass of UO3) complicates the processes
of mass-separation and deposition on the respective
collectors. For higher quality removal FPs from ir-
radiated fuel in a rotating plasma [5,6] additional
collector [1] is provided. Another difficulty is the
lack of information on physical values for different
oxides, in particular, the ionization cross-sections of
uranium and lanthanide oxides. To estimate these
values calculation of ionization cross-sections by the
Thomson formula and extrapolation according to the
known cross-sections of alkali metals was carried out.

o; = Aral (R, /1)*(I/E — I*/E?), (1)
o; — ionization cross-section , £ — energy of the inci-
dent electron, I —ionization potential, R, —ionization
potential of a hydrogen atom, ag — Bohr radius. Fig.3
shows the estimated and extrapolated data of ion-
ization cross-section (o;) in dependence of electron
energy for some oxides, present in SNF.

2. CONCLUSIONS

The presence of complex oxide compounds in the
SNF complicates the processes of magnetoplasma
reprocessing, reduces fission product removal from
spent oxide fuel, and hence impact on the environ-
ment. The variant of experimental setup for studies
of physicochemical processes on forming complex ox-
ides in SNF is proposed, where modeling of chemical
compounds formation at deceleration of the multi-
charged ions upon collision the target of metallic
oxides and determining of a number of physical-
chemical values are expected.
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Fig.3. Extrapolated and calculated values of ionization cross-sections for some of the oxides, present
in SNF The estimated value generally is between extrapolated values. Obtaining of new experimental data on
the formation of complex oxides present in SNF will allow to clarify the values of ionization cross-sections
Of.' a — UOQ; b - Z’I“OQ,' Cc — Nd203,' d - LCLQOg
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OBPA30OBAHUE CJIOXKHBIX XUMHUYECKNX COEAVMHEHUN B OSIT N UX
BJIIMAHUE HA CEITAPAIIMOHHBIE ITPOITECCHI

B. B. FO¢gepos, B. B. Kampeuxo, B. O. Havuuesa, C. B. Illapwiii, A. C. Ceuurapo,
M. O. Illgey, H. B. Bypasuaos, C. H. Xuotchar

PaccMoTpeHBl HEKOTOPBIE TTPOBIEMBbI, CBA3AHHBIE ¢ OOPA30BAHUEM CJIOXKHBIX COGIUHEHUH (ypaHATHI, [UPKO-
HaTel ¥ Ap.) B TBYJI-ax npu o6/1yYeHny 1 B OKUCIUTEIbHBIX PEAKIMsIX, KOTOPBIE BAUAIOT HA CEIAPAIMOHHBIE
poriecchl mpu MarauTomiasMmennoil nepepaborke OAT. [lpeamoker BapuaHT IKCIEPUMEHTATBHON YCTAHOB-
KU JJIs KMUTAIKK IPOLEccoB oOpa3oBaHns CA0XKHbIX coequnenuil B OAT.

YTBOPEHHS CKJIAJHUX XIMIYHNX CIIOJIVK B BSII TA IX BIIJIUB HA
CEITIAPAITINHI ITPOITECHA

B. B. O¢gepos, B. B. Kampeuxo, B. O. Laviwosea, C. B. Illapud, O. C. Ceiuxap, M. O. Illseupw,
I. B. Bypasiaos, C. M. Xuoichsx

PosrasinyTo mesiki mpobieMu, MoB’si3aHi 3 yTBOPEHHSM CKJIAIHWUX CHONYK (ypaHaTw, UPKOHATH Ta iH.) y
TBEJI-ax pu onpoMiHeHHI Ta B OKACHUX PEAKITiaX, IKi BIJIUBAIOTH HA CENapalliifdi mTporecu mpu MarHiTo-
mra3moBiit mepepobiii BAIL. 3anpononoBano BapiaHT eKCHEPUMEHTAIBHOI YCTAHOBKY s IMITAIlil IPOTIECiB
YTBOpEHHsT CKaagHux cnoayk y BAIL
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