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sphere donor-acceptor intersctions, the cyan0 complexes are exceptionally sensitive 
to the environment: their absorption spectra, emission spectra, hmi 
quantum yields, Iuminescence lifetimes and e~ectr~che~~cai properties are 

and concentration of counter-ions as w 
l- 143]. The solvent effects are of cial ~ea~i~~. Iln this case, 
cceptor number of the solvent and with the growing tendency 

rogen bonds, the stronger become the interactions. Consequently, 
ved in hydroxylic and aaonhydroxylic 

[ 1~7,118]. The detailed study formed for mixed-ligand cyano-polypyridin 
r mrrelations between the spectroscopic 

and solvent acceptor numbers [ 116, H 17,141- 12343. 
In the case of quasi one- and two-dimensional interactions withi 

and Cs[Au(CN),], respectively, pressure was reported to have a sign 
e excited slate energy due to a dec n3 the band gap energy [ 14% I 

solid phase, the magnetic effect or interactions may also contribute to the 
excited-state energy [ f 48- 1 SO]. 

All these factors contribute to typical kinetic competitiveness of various deactiva- 
tion modes, such as radiative non-radiative transitions, birnokcular quenching 
and photochemical reactivity. re details on the kinetic aspects of the exited-state 
decay may be found elsewher 

(vii) Considering the properties of cymo compkxes in excited states, their acid- 
base and redox behaviour must be taken into account. The effect of protanation on 

and Ru(lI) cyano complexes with a-diimines, 
ine, B, ~~-~~enantro~~~e ,2,2’-biquinoline or their deriv- 
- has been thoroughly investigated [l 

with protonated CN - ligands appeared to be such str 
excitation and they deprotonated SQ rapidly that only emission from the unproton- 
ated form was observed. he proton-transfer excited-state e~~~~i~~i~l~~ thus pmved 

fast with respect to excited-state deactivation [ 150]. At Lower temperature 
d forms occurred but the protonation of the 

d electron density at the u centre thus s~~ft~~~ 
energy while leaving levels of K-IT* ligand- 

cted. The energy spacing of the ~-IT* and 
cted that m concentrated acids the energy ordering of 



CN ligand basicity can 
ar the N-end [ % 08, I I 

ype of transition but als 
most spectacular exa 

the [ Fe (04 ,,lJE - complexes (cf. Table 3 ). 
AIthougI? more general conclusions on the CN l&and basicity in excited state 

could be drawn only on t 
theoretical data, the foIlowing h3ors s 
excitation, nature of th central atom, n 
of mixed-ligand cyanides, 

and reductawts than in t 

and [Ni(CN ),]‘- quenchers [ 1633. The reversible energy tram 
to be of the quenching mechanism displayed by the daub 
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rent centres it grows in the 0 

electronic series (cl’ or d6) and in t e series at the sa 

ems as weH as to 

Fig. 2. ain photochemicaf pathways of [Fe(CN )&r- complexes (k = CN -, CO, NO+) and characters 
of the relevant excited states. 
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on the other hand, t 

otosubstitutiom of the CN - ligand. 
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