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Ozonolysisof alkenesis initiatedby thecycloadditionof ozoneto thedoublebondto form aprimaryozonide(POZ).Decompositionof
thevibrationallyexcitedPOZis a majorsourceof variousorganicpollutants.Thedominantmechanisticpathway is generallybelieved
to beaconcertedcleavageof theC=CandtheO–Obondsto form aCriegeeintermediate(CI) andanaldehydefollowedby unimolecular
decompostionof thevibrationallyexcitedCI. We reportab initio calculationsof theetheneandpropenePOZusingDFT-BH&HLYP,
CCSD(T)andQCISD(T)methods.Our resultssuggestthefavouredpathwayto bethenon-concertedcleavageof thePOZto adiradical
oxy-peroxyintermediateformingCI andaldehyde.Competitivechannelsfor formationof OH, HO� andepoxidesarealsostudied.The
possibilityof verificationof themechanismof POZfragmentationvia spectroscopicdetectionof promptformationof OH andHO� is
discussed.


