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Scheme 3. 

Table 3 
Calculated cage-escape efficiencies qcc and experimental quantum yields a,, for permanent product 
formation from ion pairs (A+;D- 1 in aqueous solution upon lPCT excitation” 

A+ %c cp IPCT 

I - 370 
Cl - 370 
fFe(CN),]‘- 700 
[Os(CN),]J- 400 
[Fe(CN),]4- 350 
[Ru(CN),]‘+ 4OQ 
c&l:- 460 

133 0.21 0.19 
99 0.28 0.30 

430 1.7 x lo-3 2.4x lo-” 
450 I ,- ‘x 10-J 8 x 10-j 
430 5x 1o-2 O.Zb 
450 1.2x IO -> 0.98 
200 2.9 x IO-* 0.44 

’ Calculated according to Eq. (5); data taken from Kcfs. [ 12,13.38,&&49]. h In wter -/rrt-butanol 
so/50 (v/v). 

agreement between the calculated and experirneratal values for the first four examples, 
validity of the kinetic model. The cage-escape yield seem to be 
ntum yield also for a mmbes of similar ion pairs [ IO, 12,13,47, %I]. 

as is the case for the last three entries in Table 3, indicate the 
ponents. The high quantum yields 
ion pairs has been attributed to the 

ed directly by optical 
supported by the observation that 

the quantum yield remains almost constant upofn increasing the solvent viscosity by 
more than 20 times [47]. Quantum yields close to unity have been measured upon 

CT photolysis of ion pairs ([Co(en)# + ;[ 
tion of the photoproducts, [( k)Co”‘(en 
(CQJ4-‘), can be attributed to rapid in- 

Section 2) kinetically labile low-spin [Co (en),]” ’ species 
which is axially elo due to Jahn-Teller ortion [53], followed by intramolec- 

r in the cyano-brid intermediate. Ht is not yet 
ion pairs of the co~~es~o~d~~ xes behave completely d 



excitation of the sensitize 








