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During the last two decades the use of metal 
hexacyanoferrates for the modification of electrode 
surfaces has attracted much interest [1-3]. Among metal 
hexacyanoferrates, Prussian Blue (PB), i.e. iron(III) 
hexacyanoferrate, is one of the most extensively studied, 
due to its electrocatalytic activity [4-8]. However, the 
stability of PB is only satisfactory in acidic aqueous 
solutions, while at alkaline or neutral pH decomposition 
occurs [9]. 
Recently, the use of PB modified electrodes, covered on 
top with an outer layer of different organic polymers, has 
been reported [10,11]. The organic polymer layer can be a 
conducting polymer, such as polyaniline, or an ion-
exchange polymer, such as Nafion. The deposition  of  
an outer organic polymer layer is performed  with the 
scope of obtaining enhanced stability of the PB film in 
neutral or alkaline solution. 
In this work, the preparation and the electrochemical 
behavior of bilayer films composed by PB and poly[3-
methylthiophene], on a platinum electrode, are reported. 
The electrochemical features of the  Prussian 
Blue/conducting polymer bilayer film are investigated in 
both aqueous and acetonitrile solutions. The cyclic 
voltammograms, recorded for the electrodes modified 
only with Prussian Blue in acidic aqueous solutions, 
present two sets of peaks corresponding to the electron 
transfer in the outer and inner sphere of the complex, 
respectively at 0.2 and 0.9 V vs. SCE [1, 2], while the 
signal recorded in acetonitrile shows that PB is still 
electroactive but in a lower extent. Under specific 
experimental conditions, the individual redox behaviour 
of each constituent of the bilayer is evidenced in the two 
solvents separately, i.e., that of PB and that of poly[ 3-
methylthiophene] in aqueous and in organic solvent, 
respectively. Cyclic voltammetric studies for the bilayer 
films show that, in acetonitrile solvent, Prussian Blue is 
electroactive to some extent, though the electrochemical 
response of the system is mainly accounted for poly[ 3-
methylthiophene]. In aqueous solution PB exhibits good 
electroactivity. The bilayer films present good stability in 
both aqueous and organic solutions. 
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