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Crownphyrinogens and crownphyrins constitute a group of

macrocycles that combine the structural facets of porphyrinoids

and crown ethers. The dual-nature cavity embedded in their

molecules enables reactivity involving two structurally distinct

parts of the macrocyclic ligand. Upon Ni(II) and Pd(II) insertion,

coordination compounds are produced wherein the metal is

incorporated into the porphyrinoid-like pocket, resulting in

monomeric or accordion-like dimeric products, depending on

the oxidation level of the macrocycle and metal cation. The

reactions with Na(I) and K(I) resulted in the formation of

complexes where only the crown ether segment of the

molecule is involved in metal binding, yielding remarkable

dimeric species. The exploitation of a crownphyrin large

enough to accommodate two metal cations allowed the

synthesis of an alkali/transition metal binuclear complexes

wherein the macrocycle demonstrated the Janus reactivity with

one cavity acting as a porphyrinoid, and the other mimicking

the crown ether.
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