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Autoxidation
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Hydrogen Shift Reactions
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Multi-Conformer Transition State Theory
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Reactions with Experimental Rate Constants
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Oxidation of Gasoline Emissions
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Systematic Set of Reactions
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Rate Constant, s!
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Effect of Size on H-shifts
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Effect Functional Groups
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Effect of Functional Groups
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Conclusions

« Unsubstituted 1,5; 1,6 and 1,7 H-shifts have rate constants

of ~103 s!
O.
W—» W
R R
R: C=C>C=0>QH - OCH3>OOH>CH3>H (ONO, ~F,
>><400 >><50 >x20 =1 ~><1

« Substituted 1,5 to 1,7 H-shifts are often faster than 0.01 s1
and need to be considered in atmospheric oxidation
mechanisms
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