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Fig. 2. Schematic representation of the
electron transfer phenomenon in {(n-C;H:).N
[Fe"Fe™(dto)s])}...

BAEVIREBICE B E b ER > TV ET,
S SICEBEVT &I, TomENe6KLTT
RV R TR T S B T b - TY
T, SEIEERMBFHHERIC >V TOAHE
MLz EBEWES,

Fig. 3IcE VAEBA R LT LA, 1224
KicHEHIgVWE — 27 &, 253.5 K ITIEE W EL
REMSEIENE L, 253.5 K OIRL VRS
3, B v 2 vBEERICSFEIROERENS S
NBA3TE»S, n-7oEVTVYEZIDLAL Y
Dav7+r—varyFlickERTs60L%E
ZohEd. —4, 1224 Kov—7 dHL»
IEMBEHEE K-S boTd, EEEIE
WERE (N—254 ) 2HEbLL, BEE
BEAERD TR ZITO> DI TED, ARO X
5 1854, SiRflOELEVERTE PRI -
TR=254 vORBESPKNETT, FvE—
Iy EETHAN—FT EBSHBAEENE SN
72D7T, Fig. 4 DEHRDOLSIT7 4w b L,
FNEEHBRRLEAE LT, HENICBRREE
BREKRDBIEICLE L. §5&, O
ol d i - S R A S | P SZ N =l <
iz, AH = 1.02 kJ mol™ & AS =9.20 J
K'mol'&kdohk L,

COMERRRLED R €V BTHEMENL

7001
6001 ///?'//,
5001 P " 253.5K
5 400- Y
£ /
« 300r T
;Q 200+ 122.4K
100
O L 1 " 1 L |
0 100 200 300

T/'K ———

Fig. 3. Molar heat capacity of {(n-CsH;):N
[Fe'"Fe"(dto)s])}...
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Fig. 4. Molar heat capacities of {(n-CsH.):N
[Fe" Fe'(dto)s])} in the vicinity of the phase
transition at 122.4 K.
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Phase Transition due to Electron Transfer in the Mixed-Valence
Complex {(n-C;H;).N[Fe"Fe"(dto)s])}-

Heat capacities of a mixed-valence complex {(n-CsH:)N[Fe"Fe™(dto);])}- with an asymmetric
ligand dithiooxalato anion were measured, which shows a phase transition due to electron
transfer and change in spin-state of the whole system. A sharp peak at 122.4 K and a broad
heat capacity anomaly centered at 253.5 K were observed. The entropy change due to the phase
transition at 122.4 K was estimated to be 9.20 J K™ mol ™!, which is larger than the contribution
expected from the change in the spin-manifold Rln (10/6). The contribution from the change in
the phonon system is considerably small because the present phenomenon is essentially differ-

ent from a normal spin crossover phenomenon.

(by T, Nakamoto & M, Sorai)



