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This thesis reports syntheses of Ni(N3)(NO)(PPh;);, and redetermination of
the single crystal X-ray structure based on a data set collected on a KappaCCD
diffractometer to improve the model for the azide region. The deep blue-black
crystals are monoclinic, P2,/c, with unit cell parameters at 298 K of a = 13.597(5) A,
b= 19.098(8) A, ¢ = 12.562(4) A, = 98.59(5)°, ¥ = 3221.89 A’ and Z = 4. The
discrete pseudo tetrahedral molecules are interconnected into a three-dimensional
supramolecular structure by concerted C—H-O, C—H--'N, and C-H--=n hydrogen
bonds to the lone pair and 7 electron density of the azido, nitrosyl, and phenyl groups.

The shortest intermolecular PP distances in the azido complex are 7.350 A
and 7.783 A with colinearities of 86.9° and 117.8°, thus not sixfold phenyl embraces.
A stronger chain of alternating eightfold phenyl embraces and parallel fourfold
phenyl embraces supplemented by four C—H:+N interactions occurs. Also, the
strongest nonbonded interaction is the 2.466 A intramolecular C—H-+N interaction to
the lone pair on the azido N bonded to Ni. There are several phenyl-phenyl
interactions as well as other C—H-N interactions linking the chains into a three-
dimensional network. The azido ligand, thus becomes a dominant influence in
determining the extended crystal structure.
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