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Table S1 Relative energies (kcal mol') for H-abstraction reactions PF + H/O/OH/HO, at the ROCBS-

QB3//M06-2X/cc-pVTZ level.

Reactants RCs TSI PCs Products

H (0.0) 9.2 H, (-8.0)

0 (0.0) 8.3 OH (-5.4)

PF + OH (0.0) -1.5 0.9 -22.5 PFR1 + H,0 (-21.2)

HO, (0.0)? 16.52 H,0, (11.3)?
TS2

H (0.0) 15.8 H, (8.3)

0 (0.0) 10.9 OH (10.9)

PF + OH (0.0) -1.5 4.1 -4.6 PFR2 + H,0 (-4.9)

HO, (0.0)? 22.28 H,0, (26.1)?
TS3

H (0.0) 14.7 H, (7.6)

0 (0.0) 9.9 OH (10.2)

PF + OH (0.0) -2.1 4.0 -6.4 PFR3 + H,0 (-5.6)

HO, (0.0)? 23.92 H,0, (25.9)
TS4

H (0.0) 15.2 H, (7.9)

0 (0.0) 10.2 OH (10.5)

PF + OH (0.0) -5.4 4.0 -5.4 PFR4 + H,0 (-5.3)

HO, (0.0)2 24.52 H,0, (26.4)

Note: *at the M06-2X/cc-pVTZ level.



Table S2 Site-specific H-abstraction rate constants for reactions PF + H/O/OH/HO,.

Reactions

A (cm? molecule! s7)

E (kcal mol!)

PF + H=PFRI1 + H,
=PFR2 + H,

=PFR3 + H;

=PFR4 + H,

PF + O =PFRI + OH

= PFR2 + OH

=PFR3 + OH

= PFR4 + OH

PF + OH = PFR1 + H,0
=PFR2 + H,0

= PFR3 + H,0

= PFR4 + H,0

PF + HO, = PFR1 + H,0,
= PFR2 + H,0,

= PFR3 + H,0,

= PFR4 + H,0,
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Fig. S1. Rate constants for PF + O determined in this work.
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