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The final geometry optimized xyz coordinates obtained from the DFT calculation on [(14-TMC)Co0,]"
(UBP86, basis sets: CP(PPP) on Co and TZVP on the rest of the atoms, Conductor like screening model

with CH,Cl, as dielectric.)
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The final geometry optimized xyz coordinates obtained from the DFT calculation on [(12-TMC)CoO,]"
(UBP86, basis sets: CP(PPP) on Co and TZVP on the rest of the atoms, Conductor like screening model
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with CH,Cl, as dielectric.)
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side-on [(14-TMC)Co™(0,])*1* end-on [(14-TMC)Co'(O,])T*
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Figure SI The ozymo,. Prumo, Prumos: and PBrumos2 contour plots for the [(14-TMC)CoO,]" complex
with side-on (left panel) and end-on (right panel) bound O, (see experimental section for details). The
calculations were performed for the intermediate spin S=1 state for both the end-on and side-on species.

The values in brackets represent the (Co 3d, O," p) spin density contributions to the respective orbitals.
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Figure S2 The oyyumo, Brumo and Brymos; contour plots for the [(14-TMC)NiO,]* complex with side-on

(left panel) and end-on (right panel) bound O, (see experimental section for details). The values in

brackets represent the (Ni 3d, O," p) spin density contributions to the respective orbitals.
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Figure S3. '"H NMR spectrum of 2 in acetonitrile-d; at —40 °C.



