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Three-dimensional, cylinder-like metalosupramolecular assemblies like [1]4+ have been obtained from 
1,2,4,5-tetraimidazolium substituted benzene and silver oxide.1 Cation [1]4+ reacts with [AuCl(SMe2)] under 
transmetalation giving the tetranuclear gold(I) complexes. Similar behavior was observed with the 
trinuclear cylinder-like assembly obtained from 1,3,5-tris(imidazolium) substituted benzene and Ag2O.2 Even 
hexanuclear assemblies from two hexa-NHC ligands and six metal atoms have been obtained.3 
Molecular squares with bridging dicarbene ligands like in [2]Cl4 were synthesized from the tetranuclear 
assembly featuring four bridging ß,ß’-OSiR3-substituted 1,4-phenyldiisocyanide ligands by hydrolysis of the 
O−SiR3 bonds followed by intramolecular cyclization of the 1,4-phenyldiisocyanides to di(NH,O-NHC) ligands.4 

Two different types of bridging dicarbene ligands were used to prepare [3](BF4)8 starting from the assembly 
with two ditopic dicarbene and two ß,ß’- OSiR3-substituted 1,4-phenyldiisocyanide ligands.5 Finally, the direct 
preparation of molecular squares from suitable metal precursors and four equivalents of 
benzobisimidazolium salts has recently been demonstrated.6 
Finally, self-sorting phenomena with trigonal tris-NHC ligands were studied. An equimolar mixture of three 
trigonal tris-NHC ligands, but different size backbone groups, reacts with Ag2O in a one- pot reaction to give 
selectively three cylinder-like trinuclear complexes, each featuring three silver atoms sandwiched in between 
two identical tris-NHC ligands.7 No mixed-ligand products were observed. The tris-NHC ligands can be 
transmetalated to gold without destruction of the metalosupramolecular structure. Related self-sorting 
phenomena using tetra-NHC ligands will also be discussed.8 
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