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Results from a joint experimental study of electron attachment to dichlorodiﬂuoromethane (CCl2F2) molecules
in the gas phase are reported. In a high resolution electron beam experiment involving two versions of the
laser photoelectron attachment method, the relative cross section for formation of the dominant anion Clwas measured over the energy range 0.001-1.8 eV at the gas temperature TG ) 300 K. It exhibits cusp
structure at thresholds for vibrational excitation of the ν3(a1) mode due to interaction with the attachment
channels. With reference to the thermal attachment rate coefﬁcient k(T ) 300 K) ) 2.2(8) × 10-9 cm3 s-1
(ﬁtted average from several data), a new highly resolved absolute attachment cross section for TG ) 300 K
was determined. Partial cross sections for formation of the anions Cl-, Cl2-, F-, ClF-, and CCl2F- were
measured over the range 0-12 eV, using three different electron beam experiments of medium energy
resolution. The dependence of the attachment rate coefﬁcient k(Te;TG ) 300 K) on electron temperature Te
was calculated over the range 50-15 000 K, based on a newly constructed total cross section for anion
formation at TG ) 300 K. R-matrix calculations for Cl- production have been carried out for comparison
with the experimental data. The R-matrix results are in line with the main experimental observations and
predict the dependence of the DEA cross section on the initial vibrational level ν3 and on the vibrational
temperature. Furthermore, the cross section for vibrational excitation of the ν3 mode has been computed.
I. Introduction
Attachment of low-energy electrons to molecules is an
important process in gaseous dielectrics and other environments
including excimer lasers, discharges used for etching, and the
earth’s atmosphere.1-3 Because of the high electron afﬁnity of
halogen atoms Y dissociative electron attachment (DEA) to
halogen-containing molecules XY (short notation Y-/XY)

energy (VAE)) and the size of the thermal attachment rate
coefﬁcient as well as the DEA cross section at its respective
maximum, and the variation of these quantities with chemical
substitution.6-9 For the case of the chloroﬂuoromethane molecules CCl4, CCl3F, CCl2F2, and CClF3, the lowest TNI state
of these molecules has 2A1 symmetry; it is responsible for
electron attachment to these molecules at low energies via the
process (q ) 0-3, p + q ) 4)

e-(E) + XY f XY-*(TNI) f X + Y-

e- + CClpFq f CClpFq-*(2A1) f CClp-1Fq + Cl-

(1)

(2)

may often occur with large cross sections σ(E) down to zero
electron energy E, thus efﬁciently producing halogen anions as
well as halogen atoms or halogen containing radicals which are
important precursors for further reactions.1-5 Following its
formation, the excited, temporary negative ion XY-* (TNI) can
either decay by autodetachment (corresponding to elastic or
inelastic electron scattering) or it may dissociate, thereby
forming stable negative ions Y-.
One point of special interest in studies of the DEA process
is the relation between the resonance energy (vertical attachment

The VAE of these molecules was determined by electron
transmission spectroscopy (ETS).8,10,11 For CCl4, the 2A1 anion
state has a negative VAE (from -0.34 to -0.08 eV6,9), that is,
it is bound relative to the vibrationless neutral molecule in the
equilibrium conformation; its presence close to zero energy
induces a very large attachment cross section at low energies,
resulting in a high thermal attachment rate coefﬁcient of k(300
K) ) 3.79(19) × 10-7 cm3 s-1.12 Substituting Cl atoms with F
atoms raises the VAE substantially from 0.47 eV for CCl3F to
1.83 eV for CClF38 while the thermal (300 K) attachment rate
coefﬁcients for these three molecules, relative to that for CCl4,
drop by factors of about 2, 102, and 106, respectively.13 Note
that the DEA reaction 2 is an exothermic process for CCl4,
CCl3F, and CCl2F2 since the electron afﬁnity of Cl (3.6127 eV14)
exceeds the respective dissociation energy (D0298K ) 3.07,
3.33(9), 3.46(11) eV) for these three molecules;15 for CClF3
(D0298K ) 3.784(39) eV15) reaction 2 is slightly endothermic.
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The variation of the respective rate coefﬁcients reﬂects the
fact that electron attachment to molecules in the vibrational
ground state at low electron energies is efﬁcient only if the anion
potential surface crosses that of the neutral near the equilibrium
distance of the reaction coordinate, as is the case for CCl4 and,
somewhat less favorably, for CCl3F. When the anion curve is
raised to higher energies by increasing the VAE, its crossing
point with the neutral curve is raised to larger distances and
the Franck-Condon factor for attachment of near-zero energy
electrons to molecules in the vibrational ground state decreases
exponentially. In these cases, including CCl2F216 and CClF3,17,18
attachment to vibrationally excited molecules will exhibit
strongly enhanced attachment cross sections at low electron
energies.19 Correspondingly, the vibrationally averaged cross
section and the rate coefﬁcient will show an Arrhenius-type rise
with increasing vibrational temperature.19-21
For the molecules CCl422,23 and CCl3F,24 which have large
near-zero energy cross sections with negligible or weak temperature variation, high resolution attachment cross sections
(energy widths down to about 0.5 meV) have been recently
measured with the laser photoelectron attachment (LPA) method
and joined22,24 with electron beam data (energy width around
0.08 eV)8 toward higher energies. Dichlorodiﬂuoromethane
CCl2F2 is the subject of the present article while such data are
not yet available for CClF3.
The importance of the molecule CCl2F2 for applications has
been discussed in refs 3 and 16. It has a particular history as in
earlier times (until about three decades ago) CCl2F2 was
extensively used as a refrigerant and propellant. This was based
on its remarkable chemical and photochemical stability and its
very appropriate vaporisation temperature (243 K). On the other
hand, because of its inertness CF2Cl2 released into the atmosphere is gradually transported as an intact molecule into the
stratosphere where absorption by UV photons (at energies larger
than 5.5 eV) induces the release of Cl radicals. These radicals
in turn are involved in a catalytic cycle decomposing ozone.25
In the following we concentrate on the properties of the
CCl2F2 molecule relevant for dissociative electron attachment.
It possesses an electric dipole moment of 0.51(5) Debye )
0.20(2) au15 and a dipole polarizability of 53.5 a03 (a0 ) Bohr
radius ) 52.9177 pm),15 leading to a substantial long-range
attraction for the electron. Electron collisions with CCl2F2 at
low energies are strongly inﬂuenced by four negative ion
resonances,8,10,16 in which the added electron resides in orbitals
labeled as10 a1(C-Cl σ*) (VAE ) 0.97 eV8), b2(C-Cl σ*) (VAE
) 2.36 eV8), a1(C-F σ*) (VAE ) 3.86 eV8), and b1(C-F σ*)
(VAE ) 6.2 eV16). These resonances show up in total
scattering,11,16,26-29 vibrational excitation (VE),30 electronic
excitation,16 and attachment cross sections.8,16,31-39 Studies of
VE revealed a strong mode selectivity of the resonances;30
energy loss spectra, taken at incident energies of 1.0 eV
(2A1(C-Cl σ*) resonance) and 4.0 eV (2A1(C-F σ*) resonance),
for instance, showed preferential excitation of the ν3(a1) mode
(CCl2 symmetric stretch,30 quantum 56.7 meV40,41) and of the
ν1(a1) mode (CF2 symmetric stretch, quantum 136.5 meV41).
The low-lying 2A1 resonance also dominates DEA at low
energies, yielding Cl- anions according to the reaction

Low-energy electron attachment to CCl2F2 has been studied
quite extensively, by both electron swarm16,20,42-46 and electron
beam methods.8,16,31-39,47 For work carried out prior to 1997,
we refer the reader to the review of Christophorou and Olthoff.16
The swarm experiments yielded thermal attachment rate coefﬁcients (i.e., equal electron temperature Te and gas temperature
TG) at temperatures close to T ) 300 K that scatter over the
range (0.7-3.2) × 10-9 cm3 s-1.16,13,46 With rising temperature,
the thermal rate coefﬁcients were found to increase with an
Arrhenius-type behavior k(T) ) A exp(-Ea/(kBT) (kB ) Boltzmann constant), yielding an activation energy Ea of about 150
meV.20,42 The data of Smith et al.42 were extended to temperatures below 300 K by LeGarrec et al.44 Very recently, Miller
et al.46 studied the rate over the broad temperature range
291-1100 K; they obtained an activation energy of 126(20)
meV.
DEA yields for anion formation from CCl2F2 have been
measured in electron beam experiments at resolutions of
(0.05-0.5) eV.8,16,31-39,47 At energies below about 2.0 eV
(essentially only formation of Cl-), the attachment spectra either
showed a single rather broad peak or a combination of a
resolution-limited peak close to 0 eV and a broader peak with
a maximum in the range 0.6-1.1 eV.16 Swarm-unfolded data
indicated a further maximum around 0.3 eV.16 Absolute cross
sections around 6 × 10-21 m2 have been reported8,31,34 for
energies close to 0.7 eV. The near-zero energy peak was found
to depend strongly on gas temperature, indicating an activation
energy of about 120 meV35 and 100(30) meV48 while the peak
at the higher energy appears to be almost independent of gas
temperature.38,39,48 Toward higher energies, around 3.5 eV,
another prominent attachment band, associated with the a1(C-F
σ*) resonance, is observed; it yields mainly F- and CCl2F- and
to a lesser extent Cl2- and ClF- anions.37 Reliable absolute
partial cross sections are yet to be determined.
In the present work, we combine results from high resolution
laser photoelectron attachment measurements with data from
two medium resolution experiments, aiming at a determination
of improved partial absolute cross sections for anion formation
in electron collisions with CCl2F2 over the range 0-12 eV at
gas temperatures around 300 K. In Section II, we brieﬂy describe
the experimental setups and methods. In Section III, we provide
the essentials of the R-matrix calculations. In Section IV, we
report the experimental results and compare them with previous
experimental work and with the results of the R-matrix
calculations. In Section V, we conclude with a brief summary.
II. Experimental Methods
II.1. Laser Photoelectron Attachment Experiment (Kaiserslautern). To measure highly resolved cross sections for
anion formation in low-energy electron collisions with CCl2F2,
we used two variants of the LPA method, as discussed elsewhere
in detail.23,49-52 The energy range 1-200 meV was covered at
a resolution of about 2 meV by the standard LPA method:23,49
energy-variable photoelectrons (typical current 40 pA) are
created in the reaction region with the target gas by resonant
two-color photoionization of ground-state potassium atoms via
the excited K(4p 2P3/2) level.51 Higher electron energies were
accessed by the extended laser photoelectron attachment (EXLPA) method:23,52 here near-zero energy photoelectrons are
produced in an auxiliary photoionization chamber (distance from
reaction center about 5 cm), accelerated by a weak electric ﬁeld
in a guiding magnetic ﬁeld (0.002 T), brought to the energy of
interest prior to traversal through the target region, and
subsequently accelerated and deﬂected onto a collector plate.

e- + CCl2F2 f CCl2F2-*(2A1) f CClF2 + Cl- + Q
(3)
with an exothermicity of Q (298 K) ) 0.15(11) eV. Accordingly,
the CCl2 symmetric stretch mode ν3(a1) should be active in the
primary attachment process for reaction 3.
2
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k(T) ) k0 + k1 exp(-EA /kBT)

Care was taken to align the exciting and the focused ionizing
laser (diameter 0.12 mm) to avoid any collisions of the electron
beam with surfaces on its way from the photoionization chamber
to the collector since these would yield spurious low-energy
electrons and thus lead to unwanted attachment processes. This
is especially critical in energy ranges where the attachment cross
section is small. In this way, the drop of the SF6- cross section,
for example, could be followed over 5 orders of magnitude
toward higher electron energies.23,52 The effective resolution in
the EXLPA experiment was about 20 meV.
Both the LPA and the EXLPA experiment were pulsed at a
rate of 100 kHz; following each photoelectron production and
attachment period, the infrared laser (767 nm), exciting the
K(4s-4p 2P3/2) transition, was switched off by an acousto-optical
modulator, and a voltage pulse was initiated to extract the
anions. A stack of electrodes imaged the anions onto the
entrance hole of a quadrupole mass spectrometer (QMS) which
mass selected the species of interest. The transmitted anions
were detected by a channel electron multiplier (Fa. Sjuts,
background 0.02/s).
A diffuse low density target of CCl2F2 molecules at the gas
temperature TG ) 300 K was used. In view of the large DEA
cross section for the process Cl-/CCl4 (the thermal rate
coefﬁcient for electron attachment to CCl4, k(300 K) ) 3.79(19)
× 10-7 cm3 s-1 12 at equal gas and electron temperature, exceeds
that for CCl2F2 at 300 K by at least 2 orders of magnitude, see
below), the purity of the CCl2F2 gas is an important issue. Using
gas chromatography and Fourier-transform IR spectroscopy, we
estimate that the CCl4 fraction in the gas is below 0.1%.
The LPA/EXLPA experiment provides a highly resolved yield
Y(E) for anion formation. This yield is proportional to the
absolute DEA cross section, that is, σ(E) ) NY(E) where N is
a normalization factor, assumed to be independent of electron
energy E. The size of the normalization factor is established
with reference to a known thermal DEA rate coefﬁcient for the
same process. The thermal rate coefﬁcient k ) 〈Vrel σ(Vrel)〉 (Vrel
) relative collision velocity of the electron-molecule system)
is given by the average2,5,49

k(Te,TG) ) (2/m)1/2

∫ E1/2σtot(E;TG) f(E;Te) dE

(6)

which has been suggested by recent theoretical analyses of the
temperature dependence of rate coefﬁcients for electron attachment processes.19 The parameter k0 is the s-wave attachment
rate coefﬁcient for the molecule of interest in the limit of very
low temperature at which all molecules are in the vibrational
ground state. For a molecule with a weak dipole moment (such
as CCl2F2), the attachment cross section at very low energies is
close to that for Wigner s-wave capture in a short-range force
ﬁeld, that is σ(E) ∝ E-1/2,53 and thus the rate coefﬁcient (eq 4)
is (nearly) constant, representing the limiting (E f 0) value for
ground state molecules.19 The parameter k1 is the rate coefﬁcient
of that part of k(T) which exhibits an Arrhenius-type temperature
dependence with the activation energy EA as a parameter which
describes the average slope over the experimental temperature
range.19 Fits with essentially identical results and an activation
energy of EA ) 115(6) meV were obtained when various
uncertainties for the individual data points (not always stated
in the references) were used. For T ) 300 K, the ﬁt gives a rate
coefﬁcient k(300 K) ) 2.2 × 10-9 cm3s-1 to which we assign
an uncertainty of (0.8 × 10-9 cm3s-1, chosen such that most
of the thermal measurements are covered. Our ﬁtted activation
energy is slightly smaller than the value 126(20) meV obtained
by Miller et al.46 from a ﬁt to data over the range 291-1100 K;
this is because our ﬁt also included data toward lower temperatures (see Figure 1).
II.2. TEM-TOF Experiment (Belfast). The DEA experiments at Belfast used a trochoidal electron monochromator
(TEM) in combination with a time-of-ﬂight (TOF) mass
spectrometer. The apparatus has been described before in some
detail,54 and only the essentials are summarized here. The
electron beam path is immersed in a parallel guiding magnetic
ﬁeld of 0.008 T. A deﬂection plate in the beam-monitoring
Faraday cup moves the electrons off-axis and thus prevents
return of the electrons to the interaction region. The electron
energy was set by ﬂoating the electron gun potentials relative
to the interaction region. A plate near the ﬁlament is pulsed to
send short (duration about 1 μs) pulses of electrons through
the interaction region. A repeller plate is pulsed to push the

(4)

Here, TG denotes the rovibrational temperature of the target
gas, Te is the electron temperature, and f(E;Te) is the electron
distribution function. Note that the velocity of the gas molecules
at TG ) 300 K is much smaller than the electron velocity even
at electron energies as low as 0.1 meV, and the relative collision
velocity Vrel can be replaced by the electron velocity. In
calculating the rate coefﬁcient, we use a Maxwellian distribution
function which is given by

f(E;Te) ) 2(E/π)1/2β-3/2 exp(-E/β)

(5)

with β ) kBTe (kB ) Boltzmann constant). The usual thermal
average implies Te ) TG in eq 4.
For the calibration of the absolute DEA cross section scale
of our LPA anion yield, we have used a thermal rate coefﬁcient
k(T) at T ) Te ) TG ) 300 K which was determined from an
analysis of several temperature dependent measurements of
k(T),42-46 as summarized in Figure 1. The curve represents a ﬁt
to the experimental data, assuming a modiﬁed Arrhenius-type
temperature dependence

Figure 1. Arrhenius-type plot of experimental rate coefﬁcients k(Te
) TG) for electron attachment to CCl2F2: full (open) squares,20,42 full
triangles,43 full diamonds,44 full (open) circles,45 full asterisks46 (open
symbols represent upper limits). The full curve is the ﬁt to the full
data points, yielding the activation energy EA ) 115(6) meV and the
mean rate coefﬁcient k(300 K) ) 2.2(8) × 10-9 cm3 s-1 which was
used to calibrate the absolute LPA cross section (see text).
3
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target chamber. The experiment is repeated at a rate of 40 kHz.
The TOF tube consists of a three-cylinder electrostatic lens,
which images the ion exit slit onto the MCP detector (anion
impact energy 3 keV, see also ref 58). The ﬁrst section of the
TOF tube is split into two electrostatic deﬂectors, used to
compensate the effect of the magnetic ﬁeld. The second section
of the TOF tube is used to control the focusing. The third section
of the TOF tube consists of a ﬁeld free ﬂight tube.
The pressure in the collision chamber is measured by a
capacitance manometer and was kept typically in the range
(3-6) × 10-4 mbar. The energy scale was calibrated on the
onset of O-/CO2 DEA band at 3.99 eV. The electron beam
current was typically 20-80 nA and the resolution 200 meV.
For the determination of absolute cross sections, the entire TOF
setup was veriﬁed by measuring the DEA cross sections for
O- formation from N2O, O2, and CO2; for the absolute
calibration, we used the cross section 14 × 10-24 m2 for the
4.4 eV band of O- production from CO2.58

product anions from the source region into the acceleration
region of the TOF mass spectrometer after all the electrons have
left the interaction region. The anions are further accelerated in
the acceleration region before they pass through a ﬁeld-free drift
region and strike the multichannel plate (MCP) detector (anion
impact energy about 0.7 keV). The repetition rate of this pulse
scheme is 12 kHz. The apparatus is operated under conditions
where at most one ion is detected per ten cycles to minimize
any paralysis of the detector due to the arrival of two ions at
the same time. All quoted anion intensities correspond to the
integrals over the respective isotopic distribution. The electron
energy resolution (fwhm) was estimated from the width of the
apparent SF6- yield due to electron attachment to SF6 at nearzero energies and in the presented measurements amounted to
about 260 meV. Accordingly, the electron energy scale was
calibrated by setting the energy position of the SF6- zero energy
peak maximum to 26 meV.55
The experiment was carried out at room temperature (TG )
300 K). CCl2F2 with a stated purity of 99.0% was provided by
Argo International Ltd.. This sample was used without further
puriﬁcation.
II.3. TEM-QMS and TEM-TOF Experiments (Fribourg).
For the DEA experiments in Fribourg two crossed electron/
neutral beam apparatuses were utilized. A more detailed
description of these setups can be found in refs 56-58. Both
experiments were run with the gas sample previously used in
Kaiserslautern.
The TEM-QMS setup56 (subsequently addressed as “Fribourg
QMS”) uses a TEM to create the electron beam that then passes
through a static gas target. Transmission spectra can be recorded
by monitoring the current to the collector. Ions created by DEA
to the gas target are drawn out through a hole in the target
chamber by a three element lens and focused onto a QMS. The
main coils for creating the guiding magnetic ﬁeld (0.01 T) are
inside the vacuum recipient and supplemented with two correction coils perpendicular to each other and to the main coils,
which allow for ﬁne-tuning of the direction of the magnetic
ﬁeld and thus the elimination of energy-dependent structure in
the electron beam caused by interaction with the electrodes.
Heating caused by the current through the coils leads to a
temperature of 358 K in the reaction region. Typical operating
conditions for the TEM yielded an energy width around 100
meV at an electron current of 10 nA. The base pressure of the
apparatus was about 5 × 10-7 mbar; sample gas was introduced
to a pressure around 1 × 10-3 mbar in the target chamber.
The energy scale for anion formation in the various attachment bands was calibrated to within 0.02 eV by simultaneously
measuring N2-(2Πg) resonance structure in the transmitted
electron current (adopting 2.440(15) eV for the energy of the
N2-(2Πg, V ) 2) peak59) and the peak locations in the yield for
the various anions, using a mixed target containing suitable
fractions of CCl2F2 and N2. An alternative energy calibration
by studying O- formation due to DEA to CO2 via the 2Πu
resonance prior to measuring DEA to CCl2F2 gave compatible
results.
The second experiment (“Fribourg TOF”)58 consists of a
newly constructed TOF ion spectrometer combined with a TEM
and is based on the total ion collection apparatus described
previously.57 A short (200 ns) pulse of electrons is sent through
the interaction region (gas temperature 333 K) while the ion
repellers are on the potential of the chamber. A 4 μs long pulse
with an amplitude of -300 V is applied to the repellers about
200 ns later, after the electrons have left the collision chamber.
The anions enter the TOF tube through a slit in the wall of the

III. R-matrix Calculations of the DEA Cross Section for
Cl- Formation from CCl2F2
With the aim to provide some insight into the electron attachment
process we have carried out semiempirical R-matrix calculations
of the DEA cross sections. Low-energy inelastic electron scattering
by CCl2F2 is dominated by a shape resonance of a1 symmetry, as
introduced above. One should expect that this resonance drives
only totally symmetric vibrations: C-F stretch, symmetric C-Cl
stretch, and symmetric CCl2 bend (or so-called scissors). However,
dissociation of the temporary anion CCl2F2- toward Cl- + CClF2
is an asymmetric process, therefore for a rigorous calculation of
the DEA process a multimode treatment, including the interaction
between the vibrational modes, is necessary. In the present work,
to describe the correct threshold behavior of the DEA cross section,
we employ the R-matrix method,60 and because of its complexity
in the multimode case we use the one-mode approximation. First,
we identify the symmetric vibrational mode that is most important
for the DEA process. On the basis of the present experimental
ﬁnding of a substantial channel interaction between the primary
attachment process and vibrational excitation of the symmetric CCl2
mode ν3 (see Section IV.1), we assume that the electron capture
initially drives the ν3 mode and that the primary temporary anion
state is stabilized rapidly by motion along the ν3 coordinate. Then,
mediated by intramolecular vibrational energy redistribution, the
excess energy is channeled into the C-Cl stretch that eventually
leads to the dissociation into the fragments Cl- and CClF2. The
attachment process is thus treated in a one-dimensional approximation, assuming coupling of the anion state with only the ν3 mode.
This approach is similar to our effective-range-theory treatment
of electron attachment to SF6.61
We represent the neutral molecule by an effective onedimensional potential energy curve generating the correct
quantum of the ν3 vibration, E(ν3) ) 56.7 meV.40,41 From the
value of the force constant (3.724 × 105 dyn/cm62), we obtain
the reduced effective mass M ) 28.04 u for the ν3 motion. For
the dissociation energy, we adopt the value D0298(CClF2 - Cl)
) 3.46(11) eV.15 Using the input data described above, we
parametrize the neutral curve in the Morse form

V(F) ) De[exp(-aF) - 1]2

(7)

where F ) R - Re is the normal ν3 coordinate relative to the
equilibrium separation Re, De ) D0298 + E(ν3)/2, and a ) 0.9382
a0-1. The anion curve is parametrized in the form
4

U(F) ) B exp(-2bF) - C exp(-bF) + F

(8)

The asymptotic value of the anion curve (F ) -0.12 eV) was
obtained from the dissociation energy De and the well-known
electron afﬁnity EA(Cl) ) 3.6127 eV.14 For the parameter Er
) B - C + F, characterizing the resonance energy at the
equilibrium internuclear separation, we adopted the value 0.9
eV. After calculation of the resonance shift Δr due to the
interaction of the resonance state with the electron continuum,
we obtain for the vertical attachment energy VAE ) Er + Δr
) 0.98 eV, which corresponds to the measured value.10 All other
parameters were considered as empirical.
The R-matrix surface amplitude γ(F), which determines the
resonance width,60 was parametrized in the form
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γ(F) ) γ0 /[exp(ζF) + η]

Figure 2. Absolute cross section for Cl- formation due to electron
attachment to CCl2F2 (gas temperature TG ) 300 K), full curve, LPA
data (1.2-164 meV); open circles, EXLPA data (20-1800 meV). The
insert presents a magniﬁed view of the LPA data (full circles), exhibiting
cusp structure which occurs at the thresholds for vibrational excitation
(VE) of one and two quanta of the ν3(a1) mode (≈56.7 and ≈113 meV,
respectively) and which is due to interaction between the attachment
and the VE channel.

(9)

where γ0, ζ, and η are ﬁt parameters. Typically, γ(F) is a slowly
varying function, and its value between the equilibrium separation (F ) 0) and the crossing point between the neutral and the
anion potential curves determines the absolute magnitude of the
DEA cross section. The parameters employed in our calculations
for the anion curve are b ) 0.7602 a0-1, B ) 3.092 eV, C )
2.071 eV, resulting in a (classical) barrier height (energy of the
crossing point between V(F) and U(F) above the minimum of
the neutral potential) of 0.202 eV. The parameters of the surface
amplitude were ﬁxed with two objectives regarding the experimental results, (i) reproduction of the thermal rate coefﬁcient
(relevant electron energy range 0-0.2 eV) and (ii) reproduction
of the shape and absolute size of the DEA cross section, reported
at TG ) 338 K by Aﬂatooni and Burrow8 (energies 0.2-1.6
eV). In this way, we obtained γ0 ) 0.4960 (a0 × hartree)1/2
(1 hartree ) 27.211 eV), ζ ) 1.051 a0-1, and η ) 2.678.
The vibrational motion for the calculation of the DEA cross
sections was included, using the quasiclassical approximation
of the R-matrix theory.60,63 To couple the resonant anion state
with the electron continuum, we calculate the electron wave
functions in electron scattering channels. For these calculations
on CCl2F2, we have employed the dipole moment μ ) 0.51
D15 and the polarizability R ) 53.5 a03.15

rate coefﬁcient k(T ) 300 K) to establish the absolute cross
section scale shown in Figure 2.
Cusp structure due to the interaction of the attachment channel
with the VE process is observed, most notably peak-like features
around E ) 57 meV and E ) 114 meV (see insert in Figure 2);
the vertical dashed lines indicate the thresholds for excitation
of one (ν3 ) 1; 56.7 meV)40,41 and two quanta (ν3 ) 2) of the
vibrational modes in CCl2F2. As is known from the previous
high resolution work on molecules such as SF6,49 CCl4,22 and
CHCl3,64 these Wigner cusps are characteristic for the vibrational
modes which are active in the attachment process. Note that
for Cl- formation, the vibrational modes which may be
considered to promote dissociation of the primary anion complex
[CCl2F2]- toward the fragments Cl- + CClF2 are not identical
with the channel interaction mode ν3(a1), which represents the
symmetric stretch C-Cl2 mode with a1 symmetry which is
compatible with s-wave electron attachment.
From 0.1 to 0.3 eV, the cross section drops by about a factor
of 5, while it varies rather little from 0.3 to 0.9 eV with a shallow
minimum around 0.4 eV and a maximum around 0.78 eV. From
0.9 to 1.8 eV, the cross section decreases monotonically by a
factor of about 200. Over the range 0.5-1.8 eV, the shape of
the EXLPA cross section is in good agreement with that reported
for the total cross section by Aﬂatooni and Burrow at TG )
338 K,8 but the absolute values of the latter are about a factor
of 2.5 higher. This difference cannot be explained by other anion
channels; at energies above 0.5 eV Cl2- ions are formed in
addition, but only at a fraction of about 1%. Other measurements
of the total cross section around 0.7 eV also provided values
much higher than the EXLPA result (see the comparative
discussion of the total cross sections in Figure 6 below). The
DEA cross section of Aﬂatooni and Burrow8 at energies around
0.7 eV is further supported by a new accurate measurement of
the absolute value with the Fribourg TOF apparatus (see Table
1 and Section IV.4).
Toward smaller energies, the EXLPA and the total cross
section8 come into closer agreement and nearly merge around
0.15 eV. All these ﬁndings suggest that the EXLPA cross section
becomes progressively too low toward larger energies and that
this change mainly occurs over the range 0.15-0.5 eV. A

IV. Results and Discussion
IV.1. Highly Resolved Absolute Cross Section for ClFormation in DEA to CCl2F2 Molecules (TG ) 300 K). In
agreement with the earlier work,32-39 the present experiments
in Belfast, Fribourg, and Kaiserslautern conﬁrm that Cl- is by
far the dominant anion formed in electron attachment to CCl2F2
at low energies (E < 2 eV). In the following we discuss the
highly resolved LPA and EXLPA results that were obtained
for the Cl- anion over the range 0.001-1.8 eV. As explained
in Section II.1, the absolute scale of the cross section for Clformation was determined with reference to the rate coefﬁcient
k(300 K) ) 2.2(8) × 10-9 cm3 s-1.
In Figure 2, we present the absolute DEA cross section for
Cl- formation due to electron attachment to CCl2F2 molecules
(gas temperature TG ) 300 K). It was obtained by combining
the LPA (1.2-164 meV) and the EXLPA (20-1800 meV) data,
normalizing the EXLPA results to the LPA data in the energy
range from 40 to 150 meV. The energy resolution was about 2
meV for the LPA data and about 20 meV for the EXLPA results.
Below 0.5 eV the partial Cl- cross section is identical with the
total cross section; therefore, it is possible to use the total thermal
5

TABLE 1: Absolute Cross Sections and Branching Ratios for Anion Formation Due to Electron Attachment to the Molecule
CCl2F2 (Rovibrational Temperature TG ≈ 300 K)
anion
-

Cl
LPAa
ΔE80b
ΔE260b

Zero Energy Peak
0.001
0.017
0.050

ClEXLPA
Lincolnd
Belfaste
Fribourg TOFf
Berling
Berlinh

2nd Peak
0.78
0.71
0.76
0.75
0.58
0.55(10)

-
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peak position [eV]

Cl
Belfaste
Fribourg TOFf
Fribourg QMSf
Berlinh

3rd Peak
3.25; 4.18
3.25; 4.18
3.25; 4.06
≈3.0; ≈3.8

FBelfaste
Fribourg TOFf
Fribourg QMSf
Berling
Berlinh

peak maximum [10-21 m2]
191
24.9
11.5

peak width (fwhm) [eV]

branching ratio (max)

0.12
0.32

2.2c
5.44
[5.44]
5.54 ( 7%
≈0.55

11.52
11.84
20.24
7.25

0.044; 0.027
0.055; 0.030
(7%

1.85i

3.25
3.25
3.25
3.1
3.1(2)

0.477
0.468 ( 8%

0.98
1.10
0.98
0.94
≈1.1

1
1
1
1
1

CCl2FBelfaste
Fribourg TOFf
Fribourg QMSf
Berling
Berlinh

3.68
3.65
3.66
3.5
3.55(2)

0.125
0.205 ( 8%

0.85
1.00
0.82
0.98
≈1.0

0.262
0.438
0.235
0.193
0.31

Cl2Belfaste
Fribourg TOFf
Fribourg QMSf
Berling
Berlinh

0.91; 3.25
0.90; 3.20
0.92; 3.31
0.78; 3.12
0.65(10); ≈3.1

0.022; 0.008
0.0175; 0.0096
(9.5%

0.55; 1.1
0.66; 1.17
0.56; 1.1
0.54; 0.92
≈0.6; ≈1.2

0.046; 0.017
0.037; 0.021
0.118; 0.016
0.136; 0.025
≈0.12; ≈0.03

FClBelfaste
Fribourg TOFf
Fribourg QMSf
Berling
Berlinh

3.59
3.6
3.60
3.38
2.85(20)

0.006
0.0064 ( 7.5%

1.0
0.92
1.0
0.88
≈0.9

0.013
0.014
0.034
0.029
0.16

1.85i
≈1.8 i

0.093; 0.056
0.118; 0.065
0.105; 0.106

a
LPA peak position and maximum are given for E ) 1 meV (the cross section is divergent for E f 0). b LPA cross section convoluted with
Gaussian energy resolution functions of fwhm ) 80 and 260 meV, respectively. c EXLPA cross section too low due to discrimination effects
(see text). d Measured total cross section;8 other fragments negligible in this energy range (see text). e Cross sections of the Belfast TEM-TOF
experiment normalized to the 2nd Peak of ref 8. f Fribourg TOF: TEM-TOF experiment (TG ) 333 K). Fribourg QMS: TEM-QMS experiment
(TG ) 358 K). g Reference 37. h Reference 32. Branching ratios for energy integrated intensities; values given with “≈” estimated from Figures
3-5 in this reference. i Double peak structure of 3rd peak not resolved; width given for total structure.

possible explanation for this discrepancy is the presence of a
substantial, energy-dependent discrimination effect in the
EXLPA experiment for Cl- formation from CCl2F2. Such an
effect could be explained by a strong rise in the kinetic energy
of the Cl- ion with increasing electron energy which would
occur if a large fraction of the energy sum E + Q (exothermicity
Q ) 0.15 eV, see above) appears as kinetic energy of the DEA
fragments. Kinematically, the maximum kinetic energy of the
Cl- ion is given by (MCClF2/MCCl2F2)(E + Q) ≈ 0.71 (E + Q) if
we ignore the initial translational and rovibrational energy of
the molecule (MCClF2 and MCCl2F2 are the masses of the fragment
CClF2 and of CCl2F2, respectively). When the electron energy
rises from 0 to 0.8 eV, the maximum kinetic energy of the Clion increases from about 0.11 to 0.68 eV, and this increase may
result in a substantial decrease of the anion detection efﬁciency.
If part of the available excess energy is transformed into internal
energy of the CClF2 fragment, the effect will be reduced, but

may still be signiﬁcant. We note that, using TOF analysis of
the anions, Illenberger33 in fact demonstrated variations in the
kinetic energies of the Cl- ions with electron energy, but the data
are not sufﬁciently detailed to allow simulations of the
discrimination effects for the present EXLPA experiment.
In this connection, we note that in the recent work on DEA
to CHCl364 a similar deviation between the EXLPA cross section
for Cl- formation and the total cross section reported by
Aﬂatooni and Burrow7 was observed. The case is different from
CCl2F2, however, since the second maximum (i.e., that above
the zero energy peak) occurs at a lower energy (0.37 eV) and
the exothermicity for Cl- formation at E ) 0 eV is higher (0.39
eV) for CHCl3. Correspondingly, one expects the discrimination
effects in the EXLPA data for CHCl3 to be smaller than for
CCl2F2. Yet, at least part of the observed deviation (the EXLPA
peak cross section being 42% lower)64 may be due to discrimination effects in the EXLPA experiment.
6

Figure 4. Calculated, thermally averaged DEA cross sections for Clformation, obtained with initial vibrational state populations for
temperatures of TG ) 200, 300, 340, and 500 K, in comparison with
the experimental data measured at TG ) 340 K (open diamonds)8 and
TG ) 300 K (open circles, LPA/EXLPA, this work). The insert presents
a magniﬁed view of the LPA data (full circles) in comparison with the
calculated cross section (full curve, TG ) 300 K), both exhibiting cusp
structure that occurs at the thresholds for vibrational excitation (VE)
of one and two quanta of the ν3(a1) mode (≈56.7 and ≈113 meV,
respectively) and which is due to interaction between the attachment
and the VE channel.
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Figure 3. Calculated state-speciﬁc partial absolute DEA cross sections
for CCl2F2 molecules in the initial vibrational level ν3i ) 0-4.

IV.2. Results of R-Matrix Calculations for Cl- Formation.
As stated in Section III, the R-matrix parameters were chosen
such that calculations yielded (i) a thermal rate coefﬁcient close
to the ﬁtted experimental value k(300 K) ) 2.2 × 10-9 cm3 s-1
and (ii) an absolute cross section close to that of Aﬂatooni and
Burrow at energies around 0.7 eV (0.54 × 10-20 m2).8 We note
that the combined use of condition (i) and, instead of the
requirement (ii), of a lower absolute cross section around 0.7
eV to match the EXLPA data over the full range resulted in a
cross section shape at higher energies which breaks off too
rapidly; this behavior signals too low a survival factor for
attachment processes, occurring in the center of the FranckCondon region.
Vibrationally averaged DEA cross sections for gas (i.e.,
vibrational) temperatures of TG ) 200-500 K (see Figure 4)
demonstrate that the cross sections at the broad peak around
0.7 eV is essentially independent of the vibrational temperature.
Therefore, the cross sections of the EXLPA and of the electron
beam experiments8,31,34 (see Figure 6), although taken at
somewhat different temperatures, should agree at energies
around 0.7 eV. As a consequence, the low cross section of the
EXLPA experiment must in fact be due to the discrimination
effects discussed in Section IV.1.
In Figure 3, we show DEA cross sections for Cl- formation,
computed for CCl2F2 molecules in the initial vibrational levels
ν3 ) 0-4 over the electron energy range 0.001-1.6 eV. With
the R-matrix parameters used in these calculations, we obtained
a thermal rate coefﬁcient of k(300 K) ) 2.0 × 10-9 cm3 s-1
and a vibrationally averaged cross section of 5.4 × 10-21 m2 at
energies around 0.7 eV. The calculated DEA cross sections
depend strongly on the quantum number ν3 at low electron
energies, rising from 0.25 × 10-21 m2 for ν3 ) 0 to 67.9 ×
10-21 m2 for ν3 ) 3 at E ) 10 meV. At energies around 0.8
eV, in contrast, the cross sections for ν3 ) 0-4 are of similar
size (around 5 × 10-21 m2 to within about a factor of 2). The
shape of the individual cross sections in the Franck-Condon
region nicely reﬂects the nodal structure of the nuclear wave
functions. For ν3 ) 1, for instance, one observes a clear
minimum in the cross section at E ≈ 0.9 eV. For higher
vibrational levels, the strong drop of the cross sections is
progressively shifted to larger electron energies.
At the thresholds for vibrational excitation Wigner cusp
structure is observed due to the interaction of the attachment
with the VE process. These features are especially clear at the
ν3 ) 3 threshold in the cross sections for the initial ν3 ) 0 and

1 levels for which they occur at electron energies of 168 and
113 meV, respectively. The ν3 ) 3 level is located just below
the crossing point between the neutral and anion curves and
has the largest DEA cross section at low energies.
In Figure 4, we show thermally averaged DEA cross sections
for Cl- formation, obtained with initial vibrational state distributions for temperatures of TG ) 200, 300, 340, and 500 K.
At low electron energies, the vibrationally averaged cross
section at TG ) 200 K is mainly due to the contributions from
the ν3 ) 1 and 2 levels (population fractions only 3.6% and
0.13%, respectively); at TG ) 300 K, the ν3 ) 2 level
(population 1.1%) provides the highest contribution while at
TG ) 500 K, the ν3 ) 2 and 3 levels (populations 3.0% and
0.58%) dominate with similar contributions. At energies around
0.7 eV, in contrast, the ν3 ) 0 level (population between 96.3
and 74.5% for temperatures between 200 and 500 K) dominates
the DEA cross section at all temperatures.
The thermally averaged R-matrix cross sections at the two
respective gas temperatures are in good agreement with the total
cross section of Aﬂatooni and Burrow (open diamonds, TG )
338 K)8 from 0.03 to 1.5 eV and with the EXLPA cross section
(TG ) 300 K) from 0.001 to 0.25 eV. The Wigner cusp structure
is weaker in the LPA data and washed out in the lower resolution
results.8 The more pronounced cusp structure in the theoretical
cross sections is in part due to the one-dimensional character
of the model used in the calculations. It is known, for example,
that boomerang oscillations obtained in one-dimensional calculations for CO2, are reduced signiﬁcantly after inclusion of
additional degrees of freedom.65
IV.3. Partial DEA Cross Sections and Branching Ratios.
Figure 5 summarizes and compares the yields of the main bands
for the ﬁve anions formed with notable intensities, namely (a)
Cl-, (b) F-, (c) CCl2F-, (d) Cl2-, and (e) FCl-, as measured in
Belfast (open circles; energy width 260 meV, gas temperature
TG ) 300 K) and with the Fribourg QMS setup (full curves;
energy width about 100 meV, gas temperature TG ) 358 K)
and normalized to one of the respective band maxima, as
indicated in Figure 5. The Fribourg QMS data possess a high
7
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at Berlin by Langer et al.37 (energy width about 250 meV).
Closer inspection indicates a general shift of the bands measured
at Berlin to lower electron energies by about 0.15 eV (see Table
1); this shift may stem from a cutoff at very low energies, such
that the near-zero energy feature in the Cl- yield actually
corresponded to a corrected energy of about 0.15 eV. We note
that the energy dependence for the ﬁrst band in the Cl2- yield,
as measured with the (EX)LPA method, is in close agreement
with that observed in Belfast and Fribourg. If the three data
sets of Berlin, Belfast, and Fribourg QMS are compared on a
logarithmic yield scale, it is found that the Belfast data exhibit
lower background signal than those of Fribourg QMS and
especially those of Berlin. In the latter data, the third peak for
Cl- formation is obscured by background signal.
In Table 1, we summarize several properties of the various
attachment bands, namely peak energy positions, absolute
maximum cross sections (only for the Belfast and Fribourg TOF
experiments), peak widths, and band branching ratios, as
observed in the present and two earlier32,37 experiments. The
branching ratios are normalized to 1 for the isolated F- band
which peaks at 3.25 eV. This choice was made to circumvent
the problems associated with the different shapes of the Clband around 0.7 eV.
An excellent overall agreement (typically (20% or better)
between the branching ratios of the two TEM-TOF experiments
in Belfast and Fribourg is observed (except for the CCl2Ffragment for which the Fribourg TOF cross section is 67%
higher). On the one hand, this agreement is expected from the
similar design of the two TEM-TOF experiments which sample
all the anions and, therefore, discrimination effects associated
with differences in the kinetic energy spectra and angular
distributions of the various fragment anions are minimized. On
the other hand, this agreement documents that the (relative)
detection efﬁciencies of the various anions in these two TOF
experiments are essentially identical although the anion impact
energies at the MCP detector of the Fribourg TOF experiment
(3 keV) are much higher than those at the Belfast MCP detector
(0.7 keV). The 67% difference observed for the heaviest detected
fragment anion CCl2F- may be due to a reduced MCP detection
efﬁciency in the Belfast experiment.
The agreement between the Belfast and Fribourg TOF data
also demonstrates that the inﬂuence of the two slightly different
gas temperatures (300 and 333 K, respectively) on the relative
intensities of these DEA bands is only weak. As recommended
branching ratios we propose to use the arithmetic means from
the Belfast and Fribourg TOF experiments.
The branching ratios observed in the other experiments
(Fribourg QMS and refs 32 and 37; see Table 1) are found to
differ more or less strongly from the Belfast and Fribourg TOF
data in a way which depends on the anion and the speciﬁc band.
Such deviations are not unexpected since complete anion
sampling is difﬁcult with a QMS analyzer, especially when a
weak anion extraction ﬁeld is used. Thus, we attribute the
deviations to the discrimination effects mentioned above.
IV.4. Total DEA Cross Section for CCl2F2. In Figure 6,
we show results for total DEA cross sections over the energy
range 0-6 eV from four experiments. The full (dashed) curve
reproduces the LPA/EXLPA cross section for Cl- formation
(TG ) 300 K) at energies E e 0.2 eV (E ) 0.2-1.8 eV). The
full diamonds represent the total cross section due to Aﬂatooni
and Burrow8 (E g 0.05 eV, energy width about 0.08 eV, TG )
338 K). The open circles show the total cross section of the
Belfast experiment (E g 0.12 eV, energy width 260 meV, TG
) 300 K; sum over all anion channels), as normalized to the

Figure 5. Partial anion yields for DEA to CCl2F2 (E ) 0-12 eV),
yielding the fragment anions (a) Cl-, (b) F-, (c) CCl2F-, (d) Cl2-, and
(e) FCl-, as measured in Belfast (open circles) at TG ) 300 K and in
Fribourg (full curves) at TG ) 358 K. The Fribourg QMS data have
been normalized to one of the Belfast band maxima, the respective
normalization factors are shown underlined on the right side of the
graphs. In (a) and (b) both data sets have been magniﬁed at larger
electron energies by the factors indicated in the middle of the graphs;
for Cl- (a), the Fribourg QMS data have been demagniﬁed at the lowest
electron energies (broken curve) by a factor of 5 (i.e., a total factor of
10 with respect to the Belfast data) to show its huge zero energy peak
(see text).

signal-to-noise ratio and thus characterize the band shapes in
detail. Except for the near-zero energy band for Cl- (see below),
the band shapes and the energy locations of the respective band
maxima are found to be in good agreement between the two
data sets, whereas the Belfast branching ratios differ by factors
between 0.38 and 1.1 from the Fribourg QMS data (see Figure
5 and Table 1). The differences in the near-zero energy behavior
are due to the experimental resolution and to the gas temperatures. With rising temperature, the near-zero energy peak rises
strongly16,35-39 (see also the results of the R-matrix calculations);
with broader energy width the near-zero energy peak is
suppressed. Thus, both effects promote the occurrence of a
strong near-zero energy peak in the Fribourg QMS data. Spectra
taken at Belfast with improved resolution also showed a nearzero energy peak, although of lower strength than expected when
compared with the convoluted LPA data (using ΔEfwhm ) 260
meV, see Table 1, “zero energy peak”). We emphasize that the
strength of the near-zero energy peak in an attachment yield,
measured in most electron beam experiments (except for the
LPA experiment), is questionable for several reasons, as
discussed in some detail in refs 64 and 66.
Satisfactory overall agreement is also found in the shapes
and energy locations of the bands for the ﬁve anions observed
8
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Figure 6. Total absolute experimental cross sections for anion
formation in electron-CCl2F2 collisions over the energy range 0-6 eV
(gas temperatures near TG ) 300 K); open triangles,31 (≈400 K); full
diamonds,8 (338 K); open circles, Belfast (300 K); full curve, LPA/
EXLPA (300 K, E e 0.2 eV); broken curve, LPA/EXLPA (300 K, E
> 0.2 eV). The inset presents a magniﬁed view of the minimum between
the zero energy peak and the 2nd peak around 0.7 eV; the red curve is
a simple interpolation between the LPA/EXLPA data below 0.2 eV
(full curve) and the data of ref 8 above 0.6 eV (full diamonds) (for
details see text).

Figure 7. Dependence of the total rate coefﬁcient for DEA to CCl2F2
on electron temperature Te over the range 40-20000 K (mean electron
energy <E> ) 0.0052-2.59 eV) at the ﬁxed gas temperature TG )
300 K. Full curve, rate coefﬁcient calculated from the total DEA cross
section (see text and insert in Figure 6 (red curve)); broken curve, rate
coefﬁcient calculated from the LPA/EXLPA total DEA cross section
(see text and insert in Figure 6 (broken curve)); full circles, electron
swarm results from ref 16. The full square denotes the thermal rate
coefﬁcient (2.2(8) × 10-9 cm3 s-1 at Te ) TG ) 300 K) which was
used for calibration of the DEA cross section (see text).

total cross section of Aﬂatooni and Burrow8 at the maximum
near 0.71 eV. The open triangles give the total cross section
measured by Pejcev et al.31 (E g 0.1 eV, energy width about
0.2 eV, gas temperature not listed, but likely 400 K or above).
All data are consistent in the strong drop of the cross section
above 0.8 eV toward the more or less deep minimum, located
at about 2 eV, but otherwise substantial differences are observed,
in part associated with the nonidentical gas temperatures. The
minimum near 0.45 eV in the TG ) 300 K EXLPA data is
shifted down to about 0.3 eV in the total cross section of
Aﬂatooni and Burrow,8 and it is lost in the data of ref 31 (as
well as in the Fribourg data, not shown here, see Figure 5a)
which exhibit a broad shoulder with a minimal slope around
0.7 eV, but neither a local minimum or maximum in the range
0-0.8 eV.
The absolute values of the total DEA cross sections from
three beam experiments agree within their mutual uncertainties
at an energy of 0.71 eV, namely 6.8 × 10-21,31 6 × 10-21,34
(TG ) 393 K, not shown in Figure 6), and 5.44 × 10-21 m2.8
The respective new value obtained at Fribourg (sum of the
partial cross sections for Cl- and Cl2- formation) amounts to
5.55 × 10-21 m2 ((7%), in excellent agreement with that of
Burrow and Aﬂatooni. In contrast, the local maximum around
0.75 eV in the EXLPA cross section reaches only a value of
2.2 × 10-21 m2, as already discussed in Section IV.2 and
attributed to discrimination effects in the EXLPA data at higher
energies.
On the basis of all the experimental and theoretical evidence,
a proper DEA cross section for TG ) 300 K over the range
0.001-2.0 eV contains the following elements: (i) the LPA/
EXLPA cross section at energies up to 0.2 eV; (ii) the cross
section of Aﬂatooni and Burrow for energies above 0.6 eV
(where the dependence on gas temperature is negligible); (iii)
an interpolated cross section joining elements (i) and(ii) over
the range 0.2-0.6 eV. The insert in Figure 6 illustrates this
(simple) interpolation (red curve); it involves multiplication of
the original EXLPA cross section by a factor which rises linearly
with electron energy from unity at 0.2 eV to 2.5 at 0.6 eV. In
this range, it agrees with the calculated cross section to within

10%. This newly constructed DEA cross section will be used
in Section IV.5 in the calculations of the dependence of the
rate coefﬁcient at ﬁxed gas temperature (TG ) 300 K) on
electron temperature.
IV.5. Dependence of Total Attachment Rate Coefﬁcient
on Electron Temperature. In the following, we discuss the
dependence of the total DEA rate coefﬁcient k(Te; TG) on
electron temperature Te (40-20 000 K) for the ﬁxed gas
temperature TG ) 300 K. We calculated k(Te; TG) with eq 4,
using the newly constructed total DEA cross section for TG )
300 K (see Section IV.4 and insert in Figure 6) and a
Maxwellian electron distribution function. The computed rate
coefﬁcients k(Te; TG ) 300 K) (full curve in Figure 7) show a
decrease for electron temperatures up to about Te ) 1500 K,
followed by an almost constant value up to about 4000 K and
another decay toward larger temperatures. When the original
EXLPA cross section is used in the calculations (broken curve),
the rate coefﬁcients are identical up to Te ) 800 K, but decrease
monotonically and substantially faster toward larger temperatures.
The swarm data (TG ) 298 K, as listed in Table 16 of the
review by Christophorou et al.16) are characterized by a clear
peak (located at an electron temperature of 5500 K, i.e., mean
electron energy of 0.7 eV). This peak is seen to exceed the
adjacent minima (at about 2000 and 14 000 K) by about a factor
of 2, a behavior which is not compatible with any of the total
cross section shapes in Figure 6, even if electron distribution
functions different from our assumed Maxwellian form are
assumed. We note that the swarm data were measured with N2
carrier gas at the lower electron temperatures and with Ar carrier
gas for the higher temperatures.16,45 Wang et al.45 also measured
the function k(Te; TG) for the higher gas temperatures TG ) 400
and 500 K. As expected from the fact that the attachment cross
section near zero energy increases strongly with rising gas
temperature,16,35,38,39,48 they found an increase of the rate
coefﬁcients with rising gas temperature, especially at the lower
electron temperatures (see Figure 4 in ref 45).
IV.6. R-Matrix Cross Sections for Vibrational Excitation.
Vibrational excitation of the CCl2F2 molecule by low-energy
electron impact was experimentally studied in detail by Mann
9

Figure 9. Calculated, thermally averaged differential cross sections
for VE of CCl2F2 (full curve, Δν3 ) 1; dotted curve, Δν8 ) 1 (Borndipole approximation); dashed curve, sum of Δν3 ) 2 and Δν8 ) 1
(see text)), in comparison with experimental data measured at θ ) 90°30
(full circles, Δν3 ) 1; open diamonds, sum of Δν3 ) 2 and Δν8 ) 1).
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Figure 8. Calculated partial VE cross sections (Δν3 ) 1) for CCl2F2
in the initial vibrational states ν3 ) 0-4.

and Linder30 with a gas target at room temperature (TG ≈ 300
K67). They observed that in the 2A1 (C-Cl) resonance region
(near 1 eV) the most pronounced excitation is that of the ν3
mode (transitions with Δν3 ) +1). At TG ) 300 K, the largest
contribution stems from excitation of the ground state (ν3 ) 0
f 1), but VE of initially excited levels (mainly ν3 ) 1 f 2)
cannot be neglected, and thus the proper thermal average has
to be calculated for comparison with experiment. The ﬁrst
overtone of ν3 (Δν3 ) +2 processes, labeled 2ν3, energy loss
≈ 113 meV) is also signiﬁcantly excited, but since 2ν3 has
almost the same energy as the CCl2 asymmetric stretch mode
ν8 (114.4 meV) the experiment (resolution about 25 meV30)
measures the sum of 2ν3 and ν8.
With the same set of R-matrix parameters used to compute
the DEA spectra, we also calculated cross sections for VE of
ν3 and 2ν3. In Figure 8 we present partial cross sections for
Δν3 ) +1 transitions for the initial levels ν3 ) 0-4. A strong
dependence on the initial state is observed, especially in the
near-threshold region. At higher energies (around 0.9 eV) the
cross sections reﬂect the nodal structure of the initial vibrational
wave function, see, for instance, the minimum in the ν3 ) 1 f
2 cross section. Using the partial cross sections of Figure 8, the
temperature average for TG ) 300 K was obtained. This cross
section was divided by 4π (assuming angular isotropy) to yield
the differential cross section shown by the full line in Figure 9.
This procedure is reasonable since the dipole moment of CCl2F2
is rather weak, and the 2A1 resonance is dominated by the
s-wave. The theoretical results are compared with the experimental differential VE cross section (90°; full circles).30 The
experimental maximum occurs at about 1 eV (uncertainty of
energy scale about 50 meV67), about 0.15 eV higher than the
location of the calculated maximum, but the cross section shapes
are in good agreement. Satisfactory agreement is observed in
the absolute size of the peak cross sections, particularly in view
of the assumption of an isotropic angular distribution. It could
be suggested that the energy position of the peak can be raised
by increasing VAE. However, our corresponding attempts did
not shift the peak position for VE substantially while they
strongly reduced the DEA cross section. Another point of
disagreement is a faster drop of the theoretical cross section
with energy. This is obviously due to the single-resonance
feature of our model which does not include the higher energy
2
B2 resonance which produces another peak in the experimental
cross section at about 2.5 eV.30
In Figure 9, we also present the angle-differential (90°) sum
cross section for 2ν3 + ν8 excitation. The experimental data

are given by the open diamonds while the dashed line represents
the calculated sum. Since the ν8 mode (b2 symmetry) is infrared
active, its excitation can be calculated using the Born-dipole
model (at 90°; dotted curve). The computed total cross section
for 2ν3 was divided by 4π to obtain the estimate for the
differential cross section (dashed curve). Again, satisfactory
agreement between the experimental data and the calculated sum
cross section is observed. Note that even better agreement is
obtained for the ratio of the ν3 to 2ν3 + ν8 peak cross sections.
The experiment does not reach the energy region close to
threshold, and it would be of interest to have highly resolved
experimental data which could test the predicted threshold
behavior and Wigner cusp structure at the ﬁrst and higher
vibrational onsets.
V. Conclusions
A joint experimental and theoretical study of electron
attachment to dichlorodiﬂuoromethane (CCl2F2) molecules in
the gas phase at gas temperatures near 300 K has resulted in a
new, reliable set of total and partial DEA cross sections
(formation of Cl-, Cl2-, F-, ClF-, and CCl2F-) over the range
0-12 eV. They combine highly resolved laser photoelectron
attachment data at low energies with electron beam data at
higher energies. Cusp structure indicates that the CCl2 stretch
mode ν3 is important for the initial electron capture process.
Using this information and known properties of CCl2F2, R-matrix
calculations of the DEA cross sections for molecules in different
initial vibrational states (ν3 ) 0-4) were carried out. The results
predict the dependence of the DEA cross section on the initial
vibrational level ν3 and on the vibrational temperature; good
agreement with the experimental cross sections is obtained.
Using the same R-matrix parameters, the cross section for
vibrational excitation of the ν3 mode and its harmonic 2ν3 were
computed. Moreover, excitation of the infrared-active ν8 mode
(very close to the energy of 2ν3) was calculated in the Borndipole approximation. The computed cross sections for ν3 and
2ν3 + ν8 excitation are in satisfactory agreement with experimental results.30
Acknowledgment. The authors acknowledge the stimulation
provided for this joint project through the ESF network ElectronInduced Processing At the Molecular level (EIPAM). T.A.F.,
10

(27) Field, D.; Jones, N. C.; Lunt, S. L.; Ziesel, J.-P.; Gulley, R. J.
J. Chem. Phys. 2001, 115, 3045.
(28) Karwacz, P.; Brusa, R. S.; Zecca, A. RiV. NuoVo Cimento Soc. Ital.
Fis. 2001, 24 (4), 45–57.
(29) Yamada, T.; Ushiroda, S.; Kondo, Y. J. Phys. B 2008, 41, 235201.
(30) Mann, A.; Linder, F. J. Phys. B 1992, 25, 1633.
(31) Pejcev, V. M.; Kurepa, M. V.; Cadez, I. M. Chem. Phys. Lett. 1979,
63, 301.
(32) Illenberger, E.; Scheunemann, H.-U.; Baumgärtel, H. Chem. Phys.
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