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of A1
+ possesses a very intense band peaking in the same region (Figure 1) allowed us to monitor 

the formation and decay of the A1
+ unit in the case of 16+ and 26+, and hence to measure the rate 

constants for the forward (*P2+ to A1
2+, step 2, Scheme 2a) and the back (A1

+ to P3+, steps 5 and 

6, vide infra) electron transfer processes. Typical transient absorption kinetics recorded at λiso are 

shown in Figure S3. 

 

 
 
Figure S3. Transient absorption kinetics, monitored at λiso = 398 nm, of rotaxane 16+, dumbbell-shaped component 

26+, and model compound 32+ after 532-nm nanosecond laser excitation (degassed acetonitrile solution, room 

temperature). 

 

 

Electron transfer quantum yield. The quantum yield of the photoinduced electron transfer 

processes can be calculated by the transient absorption data as the ratio between the 

concentration of A1
+ species formed by electron transfer and the total concentration of excited 

states produced by photoexcitation: 
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where ∆A(λiso) and ∆A(458) are the transient absorption change at zero time monitored 

respectively at λiso and at the wavelength of maximum bleaching of the ground-state absorption 




