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Figure S1: Drawing of the borosilicate pyrolysis reactor. The 32 mm long heated zone is located
immediately before the reactor ID decreases from 4 to 0.1 mm.
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Figure S2: Threshold photoelectron spectra of CsHs isomers (black), fits to the reference
functions (red), and fit residuals (blue) for the 10 temperatures used in this study.
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Figure S3: Digitized master equation simulations of Miller and Klippenstein from Fig. 5 of their
2003 paper (grey). Solid lines show the present master equation simulations for a residence time
of 30 seconds, corresponding to the experimental data of Stein et al., digitized from their 1990

paper.



1.0

0.8

1,5-HD Expt
DMCB Expt
Fulvene Expt

—h—
06~ m
-
-@- Benzene Expt
—A— SFdir HD
~E+ SFdir_DMCB
—o— SFKdir_fulv
-©-

SFdir_bz

Mole Fraction

0.4

0.2

llll]IIIIIIIIT]IIIIlllll]lllIIIITI]IIIIIIIII]IIIII_

0.0

500 600 700 800
Temperature (K)

Figure S4: Comparison of the experimental data from Stein et al. (1990, open symbols) to the
present experimental data (closed symbols). Note that the residence time for the former data is
reported as 30 s, whereas the average residence time of the present data is 11.8 s.



III|IIII|II

1_0:[II]II||||

IIIIIII|II[IIIII|IIII
|

e 1,5-HD ME (30 s)
=== DMCB ME (30 s)
=== Fulvene ME (30 s)
0.8 p==== Benzene ME (30 s)
Lo Z-13HD5Y ME (30 8)
e E-13HD5Y ME (30 )
- A 1,5-HD (Stein et al.)
B DMCB (Stein et al.)
06 —® Fulvene (Steinetal.)
C @ Benzene (Steinetal.)
—— Benzene ME (11.8 s)
DMCB ME (11.8 s)
—— Fulvene ME (11.8 s)
04— 1,5-HDME (11.8 s)
—— Z-13HD5Y ME (11.8 s)
—— E-13HD5Y ME (11.8 s)

NEREREERE NEEN . .

[T

Mole Fraction

T
IlIIIIIll|]III|IIlI

0.2

IIIIII[IIIIIII||

EEREEEERE EEEE

O‘OIIIIII]III 1 L 1 1 1 1 1 1

400 500 600 700 800 900
Temperature (K)

| I N N N S -

Figure S5: The master equation simulations of Miller and Klippenstein for a residence time of
30 s (thick solid lines), which were used by MK to model the Stein et al. experiments (symbols),
are compared with the same master equation model with only the residence time shortened to
11.8 s (thin solid lines). Note that all profiles are nearly uniformly shifted ~ 20 K to higher
temperature by the decrease of residence time from 30 to 11.8 s.



