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Optimized Geometries (B3LYP/6-31G(2df,p), A)
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Vibrational Frequencies (B3LYP/6-31G(2df,p), cm™)
(bold frequencies removed and treated as free rotors)
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Calculated Rate constants

HC(O)CO — HCO + CO

(s”)

T (K)
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HC(0O)CO + O, — CO, + CO + OH
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Branching Ratios for HC(O)CO Oxidation

T (K)
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200
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300
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400

0.01
1.000
0.997
0.854
0.320
0.077
0.023

P (atm)
0.1
1.000
0.997
0.865
0.336
0.081
0.025

1.000
0.997
0.880
0.360
0.087
0.026
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Abstraction Transition State
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Comparison of Experimental and Theoretical values of k 5
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Dotted lines represent uncertainty of 1.5 kcal mol™ in E , from this study
Experimental results are at ca. 1 atm, theoretical values are in the high-pressure limit
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Effect of Uncertainty in k 3 on Branching to the HC(O)CO + O, Reaction (1 atm)
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