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motion within a
given electronic 
state

vibrational equilibrium
in electronic state mcoupling between different 

electronic states

Rate Equations for State Populations

Interstate Coupling Expansion

N´th-order expression   



Polyproline Mediated Electron Transfer

Experiments: 
Isied, Ogawa, and Wishart, Chem. Rev. 92, 381 (1992).
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Petrov, Shevchenko, Teslenko, and May, J. Chem. Phys. 115, 7107 (2001).
Petrov and May, J. Phys. Chem. A 105, 10176 (2001).
Petrov, Shevchenko, and May, Chem. Phys. 288, 269 (2003).
Bade, Petrov, and May, (in press).



Franck-Condon weighted and thermally averaged 
combined DOS: high-temperature limit

Rate Expressions for Nonadiabatic ET

transfer integral of the superexchange mechanism
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Thermally Activated versus Superexchange ET

l~1eV, V = 0.02eV, 
DE =1.64eV, V =0.72eVDB B



effective electron transfer rate

disorder (ensemble) averaged donor population

Effects of Structural and Energetic Disorder



Influence of Static Disorder
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