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Ligand Exchange Reactions on Manganese(Il) Disilyl Complexes Involving Skeletal
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Organosilyl ligands are known to exhibit strong electron donating property and trans-
influences, thus they contribute to construct the highly coordinatively unsaturated transition
metal complexes. Recently, we found that coordinatively unsaturated manganese complex 1
were synthesized in high yield from the reaction of the linear silyl dianion and MnBr.

In this study, first, we investigated ligand exchange reactions between THF ligands of 1 and
various auxiliary ligands showing different electronic and structural properties. As a result, it
was revealed that coordination geometry around the manganese center was changed depending
on the used auxiliary ligands, and the skeletal rearrangement of the chelating organosilyl ligand
was observed when bulky aryl isocyanides were used. Next, to gain further insight into the
molecular structure of 2, oxidation reaction of 2 was performed by using one electron oxidant,
and we found that the isocyanide ligand was formally inserted into the inner Si—Si bond of the
chelating organosilyl ligand (3).
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Scheme 1. Synthesis of manganese complexes having organosilyl ligands
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