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 peroxy radi
als are important 
hemi
al intermediates produ
ed in 
ombustion and by atmospheri
 oxidation of hydro
arbons.Peroxies 
ontaining the allyl fun
tionality are parti
ularly important as these are generated in large quantities by the OH-initiatedoxidation of isoprene, the most abundant non-methane biogeni
 hydro
arbon. A stru
tural diagnosti
 for the parent 
ompound, theallyl peroxy radi
al, is therefore of great importan
e. We have re
ently measured the room temperature eA - eX ele
troni
 absorptionspe
trum of allyl peroxy via 
avity ringdown spe
tros
opy. Photolysis of allyl bromide at 193 nm or 248 nm in the presen
e of O2results in observation of signals belonging to both allyl peroxy and HO2 radi
als, with the longer wavelength 
onditions being morefavorable towards allyl peroxy formation. By 
omparing the experimental spe
tra with predi
tions from ab initio and density fun
tional
al
ulations, we have assigned the band origins and vibrational stru
ture to 
onformers of allyl peroxy. Three of the �ve possible
onformers (T1G2, G1G2, G01G2) 
an be identi�ed in the room temperature spe
trum; the apparent absen
e of the remaining two
onformers is rationalized on the basis of low Boltzmann fa
tors and/or os
illator strengths. Computed OOCC torsional potentials arepresented and their impli
ations on the spe
tros
opy are dis
ussed. This work represents an extension of re
ent progress in measuringeA - eX absorption spe
tra of alkyl peroxy radi
als to unsaturated spe
ies.


