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... Abstract i A number of heavy metal hexacyanides are' tested for their ability to cata-i 
• lyse photo-oxidation of water with bipy^Ru as the sensitizer and K^S^Og as the 

sacrificial agent. Strongest catalytic activity is seen in Znj(Fe(CN),) 2 , CT(Fe(CN)^)2 
and Fe,(Fe(CN)g)j. Semiconducting properties (of heavy metarhexacyanides ana 

: it their relevance to catalytic activity are discussed, i i ' . 0 . : 1 : m . • • 
. : ' • • ' ) !. . .!•;•. . . . i i; i.i .i'.n; ;..»•.;.',•/ (il'iOJ.'i'-esj'i lii'.iii/: .m i . 

1. Introduction , 

Photo-oxidation of water in the presence of sacrificial agents has attracted 
much attention as models' of , photosystem j I^^.in^;natural j^photosyn-
thesis. 1 .2,3,4,5,6 ' Heterogeneous ^sensitizers ^(semiconductors) generally 
photo-oxidise water under sacrificial1 conditions even in the absence of other 
c a t a l y s t s . 2 , 3 , 6 However, in the case of homogeneous sensitizers the presence 
of catalysts become essential for oxygen generation. 1 , 3 '* It is known that 
one electron oxidant tris (2 2 ' ' ^ bipyridyl ruthenium (III) ( b i p y 3 R u 3 + ) 
could bring 4 — electron transfer leading .'to photo-oxidation of.water in the 
presence of catalysts such as Rubij, I r 0 2 and Mh6 2 .? f ~ v

1 1 Recentiy.it has 
also been noted that prussian blue (PB) could also catalyse the same reaction 
with persulphate as the electron acceptor. 1 2-' A ^suspension;', of P B i n a 
solution containing b i p y 3 R u 2 + and KgSgOg photogenerate 0 2 via following 
reaction scheme . 1 2 . . . . . . . . ( -

b i p y 3 R u 2 + + S 2 0 8 ~ - b ' b i p y 3 R u 3 + ^ + S 0 4 ~ + S 0 4

2 " 

b i p y 3 R u 2 + + S 0 4 ~ b i p y 3 R u 3 + ' + S 0 4

2 ~ ; (1) 

4 b i p y 3 R u 3 + + 2 H 2 0 -> 4 b i p y g R u 2 + + 4 H + + O ^ 
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