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Fig. 1. Molar heat capacity of the mixed-
valent tri-nuclear iron complex [Fe;O0(0,C
CuHx)s (py)s]. The small anomaly around
200K 1is related to the intramolecular elec-
tron transfer.
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Fig. 2. Excess heat capacities around 200
K. Closed and open circles correspond to
the as-grown and the once-melted samples
of [Fe; O(0;CCisHa)s (py)s], respectively.
Open triangles imply the data for [CoFe,O
(Oz CCmHzT)ﬁ (py)a] .
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Fig. 3. Entropy gains at the heat capacity
anomalies around 200K. Closed and open
circles correspond to the as-grown and the
once-melted samples of [Fe; O(O,CCiHz)s
(py)s], respectively. Open triangles imply
the data for [CoFe;Q(0;CCiuHi)s (py)sl
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Revisit to the Intramolecular Electron Transfer in the
Mixed-Valence Complex [Fe(II)Fe(IIl);0(0,CCi:Hx)s (py)s)

Intramolecular electron transfer in the mixed-valence complex [Fe(I)Fe(lII);O(O.CR)s
(py)s] (R=-CHs) occurs in cooperation with order-disorder phase transition of the sol-
vate molecule stoichiometrically amalgamated in the crystal lattice. However, in the case
of the complex with long alkyl chains (R = CyHx) the electron transfer can occur without
coexistence of any solvate molecules. The entropy gain at the phase transition is fairly
large in comparison with RIn3 (or Rln4) expected from the adiabatic potential. In order
to clarify these points, heat capacity measurements were made for the analogous complex
[CO(H)FG(HDzOFOzCCxaHn)s(py)3]. This complex also exhibited a heat capacity anomaly.
The entropy gain was close to the excess part of the transition entropy found for the
mixed-valence complex. (by M. Sorai)



