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e Figure SI.1 Orbital energies (in a.u., orbitals from 192 to R@@d isodensity plots of relevant
MOs (contour value 0.025 a.u.) computed for thévagRu(lll)(dbm)(acac-TIPSA)] species.

* Figure S.2 Orbital energies (in a.u., orbitals from 192 to P@@d isodensity plots of relevant
MOs (contour value 0.025 a.u.) computed for thepldgti (S=1) state of the oxidized
[Ru(1V)(dbm)(acac-TIPSA)]* species.

« Figure SI.3 Optimized structure for the triplet (most stabédt)land the singlet state of the
oxidized (Ru(IV)) [Ru(1V)(dbm)(acac-TIPSA)]* complex.
» Figure Sl.4: Experimental normalized absorption spectra of cedJRu(ll)(dbm)(acac-TIPSA)]

! form (black line) together with the correspondammnputed transition energies in gas phase (red
line) and in DCM (blue line)

e Figure SI.5 Experimental normalized absorption spectra of iagid [Ru(lV)(dbm)(acac-
TIPSA)]™ form (black line) together with the correspondicgmputed transition energies of
[Ru(IV)(dbm),(acac-TIPSA)]'s- (red) and [Ru(IV)(dbmjacac-TIPSA)]s-; (blue).

* Figure SI.6 Experimental (black line, in DCM) absorption spactf the oxidized (Ru(1V))
[Ru(1V)(dbm)(acac-TIPSA)|* complex together with the corresponding computedtical

transition energies and simulated spectra for Re#0 (red line)
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Figure SI.1 Orbital energies (in a.u., orbitals from 192 to Raad isodensity plots of relevant MOs
(contour value 0.025 a.u.) computed for the ngflI1)(dbm),(acac-TIPSA)] species.
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Figure SI.2 Orbital energies (in a.u., orbitals from 192 to paad isodensity plots of relevant MOs
(contour value 0.025 a.u.) computed for the trigietl) state of the oxidized [Ru(IV)(dbstgcac-
TIPSA)]™ species.
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Ru(lv) s=1 Ru(lV) S=0
Angle between O-Ru-O and OCCCO = 0.66° Angle between O-Ru-O and OCCCO = 28.79°

Figure SI.3 Optimized structure for the triplet (most stabkdt)l and the singlet state of the oxidized
(Ru(1V)) [Ru(1V)(dbm)(acac-TIPSA)I* complex.
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Figure Sl.4: Experimental normalized absorption spectra of cedu[Ru(ll)(dbm)(acac-TIPSA)}
form (black line) together with the correspondirgnputed transition energies in gas phase (red line)
and in DCM (blue line)
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Figure SI.5 Experimental normalized absorption spectra of iaeid [Ru(IV)(dbm)(acac-TIPSA)]*

form (black line) together with the correspondingpmputed transition energies

of
[Ru(1V)(dbm)(acac-TIPSA)]'s= (red) and [Ru(IV)(dbm)acac-TIPSA)s-1 (blue).
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Figure SI.6 Experimental (black line, in DCM) absorption spactof the oxidized (Ru(IV))

[Ru(IV)(dbm),(acac-TIPSA)]' complex together with the corresponding compuwtical transition
energies and simulated spectra for RulV S=0 (rreg) li
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