synchronization (principle of nonperfect synchronization)

This principle applies to reactions in which there isalack of synchroniza-

tion between bond formation or bond rupture and other primitive changes

that affect the stability of products and reactants, such asresonance, solva-

tion, electrogtatic, hydrogen bonding and polarizability effects. The prin-

ciple statesthat a product-stabilizing factor whose devel opment lags behind

bond changes at the transition state, or a reactant-stabilizing factor whose

lossis ahead of bond changes at the transition state, increases the intrinsic

barrier and decreases the ‘intrinsic rate constant' of a reaction. For a
product-stabilizing factor whose development is ahead of bond changes,
or reactant factors whose loss lags behind bond changes, the opposite
relations hold. The reverse effects are observable for factors that destabilize
a reactant or product.

See alsombalance, synchronous.
1994,66, 1170
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