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in alkane-OH reactions, but after_the_formation of alkoxyl
radicals through the conversion of NO to NO,, the reaction
mechanism becomes uncertain. Aikoxyl rsdicals can decompose,
react with 0z, isomerize, or redct with NO or NOjy, with the
importanoe and rate of eaoh reaction path depending on the

nature of the alkoxyl group. Even for the most studied of

,the~a1kane-hydrox91 radical reactions, the relative rates

between decomposition, isomerization( and reaction with 02,
NO, and NOj; for alkoxyl radicals have notrbeen measured,
but must be estimated.6 h . | |

Less weli understood thah alkane reaction mechanisms‘

are olefln ox1datlon processes, prlmarlly by HO. Olefin-

'hydroxyl radical reactlons may prbceed by addltlon or abstra-

tion. For smaller olefins, the addition path predominates.

However, the abstraction fraction increases with the size

of the olefin. Along the addition path for terminally bonded
oleflns, there is uncertalnty as to the ratio of 1nternal to

external addition. Slmllar to alkyl radlcals, the hydroxy-alkyl

‘radicals formed in the initial H0~add1t10n to olefins are

thought to immediately_add Oy to form hydroxy—peroxyalkyl

'radlcals and thereafter react with NO to give NOZ and hydroxy-

alkoxyl species. The fate of the hydroxy-alkoxyl radlcals

is sub]ect to speculatlon, although the analogous alkoxyl

reaction paths of decomposition, isomerization,. and reactlon

with NO, NO2 and 03 are most likely possibilities.



