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Generalization of neighboring group participation onto non-carbon cation
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Neighboring group participation is defined as the action of a substituent to

stabilize a transition state or intermediate by forming a bond or partial bond to the reaction
center. In addition to the primary interaction with the nearest neighboring group, secondary
interactions involving another neighboring group(s) could also occur in principle. We revisited this
issue by showing the influence of secondary interactions on the stability and reactivity of the
putative iminylium cation intermediates, formed by N-O bond cleavage of 1-tetralone oxime systems.
Direct observation of the peri-bromo-iminylium intermediate in solution supported the involvement of
iminylium cations and the stabilizing effect of secondary interactions arising from a distal tandem
substituent.
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