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Figure S1. Species diagram for the spectrophotometric titration of complex [Fe'(bpbpmp)(u-OAc),Fe"]* in CH,CN:H,0 1:1. u-H,0: [(OH,)Fe"(OH,)
Fe"(OH,)1; A: [(OH,)Fe"(u-OH)Fe"(OH,)]; B: [(OH)Fe"(u-OH)Fe"(OH,)]; C: [(OH)Fe"(u-O)Fe"(OH,)]; D: [(OH)Fe" (u-O)Fe"(OH)].
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Figure S2. Species diagram for the spectrophotometric titration of complex [Fe'"(bpbpmp)(u-OAc),Fe"']** in CH,CN:H,O 1:1. B: [(OH)Fe"(u-OH)
Fe"'(OH,)]; C: [(OH)Fe"(u-O)Fe"'(OH,)]; D: [(OH)Fe"(u-O)Fe™(OH)]; E: [(OH)Fe"(u-O)Fe"(OH),].
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Figure S3. Spectral changes of the complex [Fe'(bpbpmp)(u-OAc),Fe"']** during titration. The spectra were recorded on CH,CN:H,0O 1:1 at successive
pH. [complex] = 3x10* mol L. pH range a: 2.4-3.7; b: 3.6-4.7; c: 5.5-8.1; d: 8.1-10.9.
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Figure S4. Spectral change of the intervalence band for the mixed-valence complex [Fe"'(bpbpmp)(u-OAc),Fe'"T* over time under kinetic conditions: 3:2
CH,OH:H,0 at pH 7.0. [complex] = 4x10° mol L*, [buffer] = 0.1 mol L. Inset: Decay of the absorbance at 1050 nm during 16 h.



