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5. Mechanistic features







Equilibrium Isotope Effect (EIE)
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Kinetic Isotope Effects (KIE)

r

Ea

r

R.C.

H

D

T

E

R.C.

r



Commitments to catalysis

Intrinsic isotope effects





Kinetic complexitiy



Secondary isotope effects
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In the ADH catalyzed reaction:

Spencer, H.T., Villafranca, J.E., & Appleman, J.R. (1997) Biochem.  36, 4212-4222.
Carreras, C.W. & Santi, D.V. (1995) Annu.  Rev.  Biochem. 64, 721-762.
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R=2'-deoxyribose-5'-phosphate;  R'=(p-aminobenzoyl)glutamate

In the TS catalyzed reaction:

Isotope effects upon labeling positions which are not being transferred.
These are due to change in bond order along the reaction coortinat.
Kinetic secondary effects can vary between unity and the equilibrium effect.






