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Figure 8. Observed OH time traces for the reaction gHg+ O, at
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0.008 700 K — Observed -- Modeled] integrated rate equation model at the same 5 temperatures.
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Figure 7. Observed OH time traces for the reaction oHg + O, at Temperature (K)

the five temperatures measured: 296 K (magenta); 530 K (cyan); 600 Figure 9. Corrected peak [OH]/[C}]from the OH time traces for the
K (green); 670 K (orange); 700 K (red). The signal amplitudes have reaction of GH; + O, (solid circles) and gHs + O, (solid squares) at
been scaled to [({]as described in the original text. Also shown, as several temperatures. The peak [OH]/[(i}edicted by the corrected
dashed lines, are the OH time traces predicted by the correctedintegrated rate equation model for the reaction gfi+ O, (open
integrated rate equation model at the same 5 temperatures. circles) and @Hs + O, (open squares) is also shown.

TABLE 2: Peak Intensity of the Observed OH Signal and Peak Intensity of the Modeled Reference OH Signal and the
Observed OH Signal Scaled by Eq 6 for Both GHs + O, and C3H; + O, at Several Different Temperature$

T (K) | pk,R+02/| pkref ([OH]pk,re{[Cl] O)modeP [OH] pk,R+0O2 /[Cl] 0 ([OH]pk/[Cl] O)model
CoHs + Oy
296 0.00023(8) 0.58 0.00013(6) 0.00041
540 0.0022(6) 0.48 0.0011(4) 0.0026
600 0.005(1) 0.46 0.0023(9) 0.0039
670 0.023(3) 0.39 0.009(2) 0.0057
700 0.035(4) 0.35 0.012(3) 0.0065
CsHz + Oy
296 .00061(8) 0.49 0.00032(8) 0.00056
30 .007(2) 0.44 0.003(1) 0.0051
600 .014(4) 0.41 0.007(2) 0.0083
670 0.041(5) 0.40 0.018(4) 0.013
700 0.071(9) 0.35 0.024(9) 0.014

a2 The number in parentheses represents the estimated experimental uncertainty in the final digit. The predicted peak OH concentration from the
full kinetic model, employing the time-dependent master equation solution for th@©Rsystem, is given in the final columh Estimated uncertainty
+15%.
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TABLE 6: Reactions and Rate Coefficients Used To Model the OH Signal from the Cl/gH¢/O, Systent

reaction AP n E/R (K) ref
OH+ OH— O+ H,O 6.2x 10714 2.60 —945 1
HOOGH40O; — C,HsO0H + O, 7.11x 1016 —2.45 17700 2
HOOGH4O; — OH + HOOCHCHO 1.98x 10w 3.27 14000 2
HOOGH4O,; — OH + HOOCH,CHO 1.37x 104 3.19 20300 2
HOOGH4O,; — OH + OCH,CH.OO 3.0x 10% 21900 2
HOOGH4O; — HO, + HOOCH,CHO 4.17x 101 3.51 14300 2
C,Hs0O + C,HsO — C;HsOH + CH3;CHO 3.0x 10°% 3¢

a Rate coefficients are written in the forA{T/298)e &R, b Units of s’ for first-order reactions, cimolecule s~* for second-order reactions,
and cn§ molecule? s™* for third-order reactions: Estimated based on GHD, system.

TABLE 7: Reactions and Rate Constants Used To Model the OH Signal Generated from the Cl4Eg/O, Systent

reaction AP n E+/R (K) ref
CsHg + OH — n-CgH; + H0O ¢ x 1.87x 10°%? 1.72 145 4
CsHg + OH — i-CsH7 + H0O (1—¢) x 1.87x 10712 1.72 145 4
OH+ OH— O+ HO 6.2x 10714 2.60 —945 1
HOOGHEO, — CsHsOOH + O, 7.11x 10 —2.45 17700 d
HOOGHO, — OH + HOOGHs0 1.98x 10t 3.27 14000 d
HOOGHO, — OH + HOOGHs0 1.37x 101 3.19 20300 d
HOOGHgO, — OH + OOGHO 3.0x 101 21900 d
HOOGHO, — HO, + C3HeO2 4,17 x 10° 3.51 14300 d

aThe rate constants are written in the foAfT/298)eE/RT,  Units of s for first-order reactions, chmolecule® s~* for second-order reactions,
and cnf molecule? s for third-order reactionst The branching fraction of ref 4 has been fit to the functiprr —0.293+ 0.0028a — 3.47 x
10°6T2 4+ 1.51 x 10°°T2. ¢ Estimated on the basis 0f8500H + O..2
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