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98: 44525¢ 'I'he dimorphism or fithium hexafluoroferrate

/Q M /%,/ /653

s

manganate (LiMnFeFs): a new kind of cationic order in the
structural type sodium hexafluorosilicate. Courbion, Georges;'
Jacoboni, Charles; De Pape, Robert (Lab. Fluorures Oxyfluorures
loniques, Fac. Sci., 72017 Le Mans, Fr.). J. Solid State Chem. 1982,
45(1), 127-34 (Eng). LiMnFeFs shows a dimorphism; the transition'
temp. « — g occurs at 560°. The symmetry of the 2 phases is
trigonal (space group P321, Z = 3) and the unit cell data are very|
close to each other: a. 8.684(2), c. 4.657(1) A and as 8.723(2), ¢4'
4.745(1) A. The abs. structure of a-LiMnFeFs was detd. from’
single-crystal x-ray data (R = 0.020). This cryst. form exhibits a’
new kind of cationic order in the structural type NasSiFs. The'
cationic distribution of g-LiMnFeFs was specified from x-ray and,
neutron powder diffraction data; this compd. is isotypical with the
LiMnGaFs structure. At. parameters are given. The different kinds:
of cationic distribution related to the Na»SiFs type are discussed, and,
a classification of the compds. LiiNa)MUMWIFg is given, i

C. 4. 1953,95, 6.



1.  H3ydeHHe MeTOZOM MaTPHYHON W3OASUHK:
NEPPEHATOB IUENOUHEIX MeTanioB  Tanans. Hudpakpac-
Hblii cnektp o6oramennoro '0 TIReO; u aumepusaums,
uactuy MReO,. Matrix-isolation studies of alkali-metal:
and thallium perrhenates. IR spectrum of 180-enriched;
TIReO; and dimerization of the MReO, species. Ben‘-;
civenni L, Nagarathna H M, Wilhite D. V.,
Gingerich K. A. «Inorg. Chem.», 1984, 23, N9,
1279—1285 (amura.)

HMamepentt HK-cnektpst (1000—800 cm~!) MReO, (I)|.

LDy el 050 95

" (M=Li, Na, K, Cs, Rb u Tl) u TIReO,, oforamenoro:
7' o ' nax 509%; W3uTOTOM t°0, H30AHIPOBANHBIX B MATPHUAX N
/L/ H Ar npu 1-pax 13—25 K. Ilas Beex m3yuemmbX meppena-’

TOB YyCTaHOBJieHa OHAEGHTaTHAs KOOpAHHAUHA  aHHOHA ci
aTOMOM MeTaJila C CHMMeTpHell MOJIEKY/JIbl C2u. AHZIJHB;I

@cwymypa usotonny, €O—1¥0 y 85Re—'¥7Re paciuene-

it nonoc v(ReO), Benanunwnsl paclienieHHs [oJ0CH!
ABaXJbl BHIPOXAGHHOTO AJIsi «CBOGOMHOrO» HOHAa KoJjeGa-



HH V3 H COOTHOWEHHS HHTEHCHBHOCTEll MoJjoc B CreKkTpe
CBHACTE/IBCTBYET 06 HCKaXKeHHH TeTpasapa ReO; B co-
asax I HMckaxeune Mano ans e, MCTaJJIOB H 3HayYH-
TeabHo Goabuwie pas TIReO,. B cnektpe I, rze M=mes.
METaJIT, BEeNHUHHA DACWIeMIeHHSt MOJOCH KOMCGanis V3 Ha
ABe KommoHents! B, wu B, cocTaBasier 51—59 cm—y, B'
cnektpe TIReO4 sta pennunna coctasaser 93 cM-!, Hexo.!
A M3 pacyeTa 4YacTOT H HHTCHCHBHOCTEl moJI0C v(ReO)‘

oucHens! 3uadenust yraos OReO g HCKaXKeHHOM TeTPAsL|

pe ReO;~. Honoauntentusie NOJIOCHl,  MOABJSAIOUIHECS. B
cnektpax I nocse orxnra matpmust npu 1-pe ~40 K, or-
HECeHBl K norJowenHio .aumepos Mey(ReO,), ¢ MocTHKO-
nm”(.crovxrvooﬁ_n_,c,_gu_m_ug[gx_{gﬂ Don. . H. A T'apGyaosaj
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F: LixMn204 2,@(9’0
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133:367482 Electronic Structure of Chemically-
Prepared LixMn204 Determine Mn x-ray Absorption and
Emission Spectroscopies. Horne, Craig R.; Bergman
Uwe; Grush, Melissa M.; Perera, Rupert C. C.; Ederer,
David L.; Callcott, A.; Cairns, Elton J.; Cramer,
Stephen P. Environmental Energy Technologie
Division, Ernest Orlando Lawrence Berkeley National !
Laboratory Berkeley, 94720, USA J. Phys. Chem. B, !
104 (41), 9587-9596 (English) 2000 The authors have
performed Mn K-edge =x-ray Absorption and Mn L- edge
emission spectroscopies on LiMn204, its chem.
delithiated and lithiated d (.lambda.-MnO2 and Li2Mn204,
resp.), and 2 Mn3+ spinel model compds. The expts. were i
_undertaken to understand the assocd. changes in at. and |




elect structure occurring when LiMn204 1is used in a

rechargeable Li cell.

ray

Subt changes in the Mn K-edge x-
absorption near edge structure (XANES) occ
delithiation that are consistent with 1literature
reports of the oxidn. of to Mn4+, retention of the
cubic phase, and contraction of the spinel 1latt
Conversely, when LiMn204 is 1lithiated, the XANES
changes dramatically due concurrent transformation
from a cubic to a tetragonal spinel. The spect
different from XANES of tetragonal Mn3+ spinels
possessing approx. the sa degree of tetragonal
distortion as Li2Mn204. This spectral difference
is attributed to the inserted Li+ imparting an
increased degree of covalency the Li2Mn204
structure resulting in a 1s .fwdarw. 4p + LMCT
(ligand to me charge transfer) shakedown. This
increase in covalency was confirmed thr L-edge x-
ray Emission Spectroscopy measurements. The
increased degree of covalency provides insight into
the lower Li+ diffusion coeffs. reported literature
and the electronic conduction mechanism

for
LixMn204 when x >
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