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Experimental methods

Experiments were carried out at the photoelec-
tron photoion coincidence (PEPICO) endsta-
tion of the VUV beamline at the Swiss Light
Source. Detailed descriptions of the beam-
line and the iPEPICO endstation are avail-
able elsewhere.5™53 Synchrotron radiation was
collimated, dispersed by a 150mm~' grating
in grazing incidence and focused at the exit
slit, achieving an energy resolution of 5meV
at 8eV. A differentially pumped noble gas fil-
ter (10mbar; Ar:Ne:Kr=3:6:1) absorbs higher
diffraction orders, and the second order free
VUV beam enters the PEPICO setup.

Flash vacuum pyrolysis of m-CgHgl,. 'The
synthesized m-CgHgl, precursor® was heated
to 70°C and, together with 300 mbar Ar buffer
gas, expanded through a 100 gm pinhole into
a resistively heated SiC tubular reactor. The
reactor temperature of about (900 £ 100) K, as
measured with a thermocouple, was optimized
to give a strong signal in the mass spectrum
at m/z = 104, while keeping fragment peaks
at lower masses at a minimum. The molecular
beam formed at the reactor exit was skimmed
before entering the ionization region.
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Photoelectron spectroscopy. The PEPICO
setup enables velocity map imaging of the elec-
trons and time-of-flight mass spectrometry of
the ions. A constant field of 125 V / ecm™! ac-
celerated the electrons towards a velocity map
imaging delay-line detector and ions into a TOF
mass spectrometer. Detected events were cor-
related in real-time in a multiple start/multiple
stop scheme.% Threshold electrons were se-
lected with a resolution of 5meV by selecting
only the central part of the PE image. The
hot electron background was subtracted as de-
scribed elsewhere.5® ms-TPE spectra were ac-
quired by scanning the photon energy in steps
of 5meV. The PE image was captured at a
fixed photon energy of 7.8eV and analyzed
using one-dimensional projections of spherical
functions.5” All energies were calibrated using
known Ar lines. In the DPI experiment, m-
CgHgl, was effusively expanded at room tem-
perature and probed directly by VUV light to
measure its ionization energy and investigate
the dissociative photoionization. The break-
down diagram was modeled using statistical
rate theory.5® All quantum chemical calcula-
tions were performed using the Gaussian09%
and the Q-Chem®!? software packages. Franck-



Condon simulations were realized with Gaus-
sian09 and ezSpectrum.S!

Determination of appearance
energies

The breakdown diagram of 1,3-bis-iodomethyl
benzene in FigureS1 depicts the fractional
abundance of the parent and daughter ions in
threshold photoionization as a function of pho-
ton energy, and is based on the photoion mass-
selected threshold photoelectron signal. The
fragmentation starts at around 8.7 eV with the
first C-I bond dissociation and reaches 100%
conversion to m-CgHgI" at 9.2eV. The second
consecutive iodine loss sets in at 11 eV and leads
to m-xylylene ions.
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Figure S1: Breakdown diagram of 1,3-bis-
iodomethyl benzene. The determined appear-
ance energies (AEqk) of both iodine losses are
indicated.

In order to determine the appearance ener-
gies (AEgk) accurately,®® the breakdown dia-
gram and the time-of-flight distributions have
to be modeled by taking into account the room
temperature thermal energy distribution of the
neutral, which is shifted into the ion’s mani-
fold, and is also available for fragmentation of
the cation. This determines the breakdown di-
agram of the the first C—I bond breaking, which
is a fast process, as evidenced by the symmetric
daughter ion peaks shapes and is not affected
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by a kinetic shift. Thus, the only adjustable
parameter is the 0 K appearance energy, which
was optimized to 9.18 0.02 V. Illustrative ex-
perimental time-of-flight distributions are de-
picted in Figure S2 along with the modeled ones
and the goodness of the fit. The latter was ob-
tained by scanning the barrier and evaluating
the quality of the fit, yielding a £20 meV confi-
dence interval for our model. The long first ac-
celeration stage of the iPEPICO spectrometer
allows us to measure rate constants in a 10® < k
/871 < 107 range (see Figure S2, bottom trace),
and employ statistical theories to extrapolate
the rate curve to the threshold. While the first
fragment ion appears in the mass spectrum in
the form of symmetric time-of-flight distribu-
tions (Figure S2, upper trace), indicative of fast
dissociation rates above k > 107, the second
C-I bond breaking is affected by a kinetic shift
(Figure S2, middle trace).

In order to model the second step, the ex-
cess energy above the dissociation barrier is first
distributed statistically to evaluate the internal
energy distribution of the intermediate CgHgI™
fragment ion.%'? Since this medium-sized ion
possesses numerous internal degrees of freedom,
and is quite stable, it is not surprising that
it dissociates slowly close to the thermochemi-
cal threshold of the iodine loss. This so-called
kinetic effect shifts the breakdown diagram to
the blue and leads to asymmetric time-of-flight
distributions, indicative of metastable parent
ions. The thermochemical onset of a slow dis-
sociation reaction is found were the rates van-
ish, which makes it necessary to use statistical
theories to extrapolate the experimental rates.
Because it was shown to perform well in sim-
ilar halogen atom loss reactions, we used the
simplified statistical adiabatic channel model
(SSACM), which can be thought of as a gen-
eralized version of phase space theory. 513514

The rate equation,

oNH(E — AE,)

HE) = ho(E)

(1)

depends on N*, the number of states of the
transition state above the threshold AEy, and
on p, which is the density of states of the reac-
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Figure S2: Time-of-flight distribution of the
first (a) and second C-I bond dissociation (b)
along with the error assessment of each reac-

tion. (c) Rate curve of second iodine loss ac-
cording to SSACM theory.
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tant. In eq. 1, h is Planck’s constant and o is
the symmetry number. Both the number and
density of states are determined by state count-
ing algorithms using harmonic frequencies ob-
tained at the B3LYP/6-3114++G(d,p) level of
theory.

Similar to phase space theory, the transition
state number of states is based on the prod-
ucts in SSACM. In the fit, the number of states
is scaled by an energy-dependent rigidity fac-
tor to reproduce the experimentally measured
dissociation rates:

—(F — AE
R
Parameter ¢ in eq. 2 reflects the anisotropy of
the potential and is the second fitting parame-
ter in addition to the appearance energy. The
developed model delivers an AEgx of 11.05eV.
Although the fit is quite well defined, there may
be systematic errors in the shape of the rate
curve (Figure S2, bottom trace), which leads us
to increase the error bar to 0.08 eV. We have
used the miniPEPICO (Rev. 193) program in
the statistical modeling of the iPEPICO data.>®

frigid = €xp

Formation enthalpy calcula-
tions

Since the formation enthalpy of 1,3-bis-
iodomethyl benzene was not determined yet,
and is needed to anchor our positive ion cycle
to the standard thermochemical scale, we have
used the isodesmic reaction displayed in Table
S1 in order to determine this value. The calcu-
lated mean reaction enthalpy (0.3 & 1) kJ mol~!
together with the formation enthalpies of
benzyliodide®15 (127.3 £+ 1.3)kJmol™! and
benzeneS® (82.9 4+ 0.9)kJmol™! delivers a
AnygggK(m—CgHglg) = 172.0kJmol™t. Af-
ter shifting to 0 K (see eq. 3), using a thermal
correction factor to the enthalpy (Table SI1)
along with elemental corrections, we end up at
198.6kJ mol 1 517518



AHf,QQSK - AHf,OK = (H298K - HOK)_
> (Hask — Hok)

constituent elements

(3)

Both C-I bond dissociation reactions take
place along purely attractive reaction energy
curves with the fragmentation products corre-
sponding to the maximum energy value, as con-
firmed by scanning the C—-I bond length and re-
laxing the remaining coordinates in ab initio ge-
ometry optimizations. In addition, if there were
a reverse barrier involved, a similarly higher
H 998 (m-CgHg) would have been determined.

Table S1: Calculated heats of reaction for the
formation of 1,3-bis-iodomethyl benzene and
thermal correction factors to enthalpy given in

kJmol™!.
| |
O—0-0.,
method AHpogsx Hasx — Hox
B3LYP/6-311++G(d,p) 1.0 29.2
B3LYP /cc-pVTZ 1.0 29.0
MP2/6-3114+G(d,p) 2.9 29.4
MP2/cc-pVTZ —-0.7 28.9
wB97X-D/6-311++G(d,p) —0.8 28.6
wB97X-D/cc-pVTZ —1.0 28.3
MO6L/6-311++G(d,p) 0.2 29.0
MO6L/cc-pVTZ 0.0 28.7
average 03 :l: 10 289 :I: 03
C: 1.05517
HQZ 8.47817

I,:13.198517

To test the reliability of the calculated forma-
tion enthalpy of the precursor, we have evalu-
ated our approach against known AHyaggx of
ethyliodide and benzyliodide and found agree-
ment within 2kJmol™'. The error bars of
the computationally determined AHj 95k of
m-CgHgl, are small compared to the conser-
vatively set uncertainty of the model used
to determine the appearance energy (0.08€V;
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8kJmol™1).

The thermal correction factors to the en-
thalpies of m-CgHg are summarized in Table
52. Calculated reaction enthalpies, AHg 295k
of eq.4, 5, and 6, which were used to derive
the AHjygosk are given in Table S3. We
have used tabulated AHjo9sx of m-xylene
(17.2kJmol™!), methylene (391.52kJmol™!),
methane  (-74.533kJmol™') and  methyl
(146.427 kJ mol —1).519

@\ + CH,—» ©\+ :CH,
@\+2-CH3—> ©\+ 2CH,
RIS

Table S2: Calculated thermal correction factors
for m-CgHg in kJmol ™.

(4)

(5)

(6)

method HgggK - HOK(TI’L—C8H8)
B3LYP/6-311+4+G(d,p) 18.3
B3LYP/cc-pVTZ 18.2
MP2/6-3114+G(d,p) 18.7
MP2/cc-pVTZ 17.7
wBI7X-D/6-311++G(d,p) 18.3
wB97X-D/cc-pVTZ 18.3
MO6L,/6-311++G(d,p) 18.5
MO6L/cc-pVTZ 17.7

average 182 4+ 0.4

Table S3:  Calculated reaction enthalpies

AHp sk for m-CgHg in kJmol ™.

method AHR7298 K

eq. 4 eq. b eq. 6
G4 154.6  —128.5 —308.5
CBS-QB3 1624 —1379 —-303.3
cBs-ApNO  160.4 —1354  —308.7




Molecular orbital and charge
densities

The precursor cation has a very low C-I bond
energy of only 0.68eV. The ionization of m-
CgHgly takes place from the m-electron system
of the benzene moiety and from the iodine lone
pair (see Fig.S3, HOMO of m-CgHgly), which
induces a positive charge to be located also at
the iodine atom (see electrostatic potentials in
Fig.S3). Bond cleavage of the C-I bond leads
to formation of the m-CgHgl™ fragment, where
the positive charge is almost exclusively located
in the benzene moiety. This stabilization leads
to the observed lowering of the bond energy.
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Figure S3: HOMO orbital of the neutral precur-
sor and charge densities of the parent (CgHgly)
and fragment (CgHgI™) ions.
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