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quenching is larger for 26+ than for 16+ (Table S1) is an evidence for the one-step route, because 

in the case of the two-step route one would expect similar quenching rate constants for the two 

compounds. Moreover, the higher value of the rate constant found for 26+ is consistent with 

direct electron transfer from *P2+ to A1
2+ – which lies in the normal Marcus region (S5) – 

because such a process is more exoergonic in 26+ compared to 16+. 

Nanosecond laser excitation of model compound 32+ in degassed acetonitrile solution produced 

(Figure S2) an increase in absorption below 400 nm and a bleaching in the spectral region of the 

ground-state absorption absorption (400-500 nm). These changes are consistent with the 

formation of the 3MLCT excited state of the [Ru(bpy)3]2+ type (P2+) unit. The apparent bleaching 

observed above 580 nm is originated by the luminescence of the P2+ unit. The decay time of the 

transient absorption spectrum (Figure S2, inset) and that of the Ru-based luminescence are in full 

agreement. 

 

 
 
Figure S2. Transient absorption difference spectra (degassed acetonitrile solution, room temperature) of reference 

compound 32+ 0.6 (a), 1.2 (b), 1.7 (c), and 2.7 (d) µs after 532-nm nanosecond laser excitation. The inset shows the 

transient absorption kinetics monitored at 450 nm (dashed line) and at 398 nm (full line). 

 

 

It is important to note that an isosbestic point between the absorption spectra of the ground and 

excited states of 32+ was found at λiso= 398 nm. This observation and the fact that the spectrum 




