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by the near-zero AS* value found for the phen system. It
is only in the case of the most sterically hindered dpbpy
complex that a change in sign of AV* really occurs; i.e. in
this case the steric hindrance reaches a critical point where
an associative (I,) ring-closure is not possible anymore, and
the reaction is forced to follow a dissociative (I;) mecha-
nism.

The present study demonstrates that a changeover in
ring-closure mechanism from I, to I, is possible in the case
of the Mo metal center when extreme steric hindrance on
the chelating ligand is introduced. A similar changeover
in mechanism caused by steric hindrance was observed for
ligand substitution reactions of (S;)Mo(CO), (S, = 2,5-
dithioalkane) complexes.?> In addition, this has also more
generally been observed for ligand substitution of group
VIB metal carbonyl complexes in going from the larger W-
to the smaller Mo- and Cr-centered complexes.?!,2226:35

Additions and Corrections

Thus the sizes of the metal center and of the coordinated
and entering ligands play a crucial role in determining the
location of the transition state along the reaction coordi-
nate which involves bond cleavage with the leaving and
bond formation with the entering nucleophile. Once again,
the values of AV* have demonstrated the informative
nature of this activation parameter.%
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