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Polyoxometalate cluster capsules comprise a metal-oxide cage with internal ‘dopants’ or
templates which not only determine the physical properties of the cluster, but increasingly
has been found to control the range and connectivity of the building blocks.[1] Amongst
the structural diversity of HPOMs architectures, [M12036(X04)]"~ and Wells-Dawson (WD)
[2] anions [M18Os4(X04)2]™ form a basic set of extensively reviewed geometries which
encapsulate tetrahedral heteroanions such as [SOa4]?-, [PO4]*-, etc. In general, POMs
exhibit significant stability for both the oxidized and one-electron reduced form and the
electrochemistry of HPOMs has been extensively studied. In this respect, in an effort to
tune the redox properties of POMs, we have been able to engineer clusters that
incorporate redox-active anions and expand the classic WD family.[3-5] Building on this
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new aspects of these molecules[6-8].

Figure 1 Structure of a {W1sOs4} capsule with two embedded [SeOs]> anions on the left
and the picture of the CV on the right.
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