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Abstract • Solid ferric fcrricyanide which is dark green in colour undergoes reversible 
transition into a yellowish white form at 340°C. This phase change is also associated 

transition in the electrical conductivity. It is suggested that in the green form 
in CN ~ is linked to high spin Fe and in the yellow form this linkage is with a 

carbon 
reversed 

1. Introduction 

The study of solid state structure, electrical transport and other physical and 
chemical properties of Prussian Blue and related heavy metal hexacyanides 
have attracted much a t t e n t i o n . 1 " 2 , 1 2 , 1 3 In all these compounds the 
metallic ions form a face-centred cubic lattice joined along the edges by CN~ 
ions. In heavy metal ferricyanides (ferrocyanides) carbon is almost always 
coordinated to ferric (ferrous) ion and nitrogen to the other metal i o n . 7 , 8 , 1 7 

Linkage isomerisms that reverse these bonds sometimes occur at higher 
t empera tu res . 4 , 9 , 1 0 Brick red ferrous chromocyanide undergoes an irrever
sible transition into green chromium (III) ferrocyanide at ^ 1 0 0 ° C . 4 , 9 , 1 0 

We have observed an even more peculiar form of reversible phase 
transition in Berlin Green (Ferric Ferricyanide, Fe^(Fe^*(CN)g). This 
material which is dark green in colour transforms reversibly into a yellowish 
white form at 3 4 0 ° C . The phase change is also associated with a transition in 
the electrical conductivity. At 3 4 0 ° C , conductivity decreases by a factor of 
v "10 , when the material transforms from green to the yellowish white 
form. • 

2. Experimental 

Berlin green.was prepared by double decomposition of a ferric salt and 
potassium ferricyanide (Analar grade reagents were used). The poly-' 
crystalline powder of Fe (Fe (CN)g) separates out when the mixture is 
boiled and kept standing for several hours. The precipitate was separated, 
washed and boiled with 75% HNOo to convert any Prussian Blue present as 
an impurity into Berlin Green. (Berlin Green is unusually stable towards 
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