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Fig. S1. IR spectra of Fey(CO),o(k>-dppn)(p4-O) (1) in absence of (black) and in presence of
1 (pink), 3 (blue) and 5 (green) molar equivalents of CLHCCO,H in CH,CL,.
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Fig. S2. IR spectra of Fe4(CO);o(k>-dppn)(py-O) (1) in absence of (black) and in presence of
1 (pink), 3 (blue) and 5 (green) molar equivalents of CF;CO,H in CH,CL,.
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Fig. S3. CVs of Fey(CO);o(x>-dppn)(uy-O) (1) at various scan rates as shown in the legend (in
CH,Cl,, 1 mM solution, supporting electrolyte [NBuy][PF], scan rate 0.1 Vs!, glassy carbon

electrode, potential vs Fc*/Fc) — (a) CVs recorded scanning negative potential window first;

(b) CVs recorded scanning positive potential window first.
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Fig. S4. Scan rate dependence of the oxidative and reductive features in cyclic voltamograms
of Fe4(CO)po(k>-dppn)(us-O) (1) in CH,Cl, (1 mM solution, supporting electrolyte

[NBuy][PFs], glassy carbon electrode, potential vs Fc*/Fc). Line shows best linear fit of data
through the origin.
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Fig. S5. CVs of Fe4(CO)o(x2-dppn)(14-O) (1) in a 1:1 mixture of CH,Cl,/MeCN recorded by

scanning the anodic region first (1 mM solution, supporting electrolyte [NBuy][PFs], scan rate

0.1 Vs'!, glassy carbon electrode, potential vs Fc*/Fc)
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Fig. S6. CVs of Fe,(CO);o(k>-dppn)(us-O) (1) at various scan rates as shown in the legend (in
a 1:1 mixture of CH,Cl,/MeCN, 1 mM solution, supporting electrolyte [NBuy][PFs], scan rate
0.1 Vs!, glassy carbon electrode, potential vs Fc*/Fc) — (a) CVs recorded scanning negative

potential window first; (b) CVs recorded scanning positive potential window first.
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Fig. S7. CVs of Fe4(CO);o(x2-dppn)(p4-O) (1) in a 1:1 mixture of CH,Cl,/MeCN recorded by

scanning the anodic region first (1 mM solution, supporting electrolyte [NBuy][PFs], scan rate
1 Vs-!, glassy carbon electrode, potential vs Fc*/Fc)
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Fig. S8. Scan rate dependence of the oxidative and reductive features in cyclic voltamograms
of Fey(CO) o(k>-dppn)(ug-0) (1) in a 1:1 mixture of CH,Cl,/MeCN (1 mM solution,

supporting electrolyte [NBuy][PFs], glassy carbon electrode, potential vs Fc*/Fc). Line shows
best linear fit of data through the origin.
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