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Quantum phenomena in the translational motion of reactants, which are usually negligible at room temperature, can
dominate reaction dynamics at low temperatures. In such cold conditions, even the weak centrifugal force is enough to
create a potential barrier that keeps reactants separated. However, reactions may still proceed through tunnelling because,
at low temperatures, wave-like properties become important. At certain de Broglie wavelengths, the colliding particles can
become trapped in long-lived metastable scattering states, leading to sharp increases in the total reaction rate. Here, we
show that these metastable states are responsible for a dramatic, order-of-magnitude-strong, quantum kinetic isotope
effect by measuring the absolute Penning ionization reaction rates between hydrogen isotopologues and metastable
helium down to 0.01 K. We demonstrate that measurements of a single isotope are insufficient to constrain ab initio
calculations, making the kinetic isotope effect in the cold regime necessary to remove ambiguity among possible potential
energy surfaces.

M
any processes in nature exhibit a strong dependence on iso-
topic composition. Following the discovery of deuterium in
the 1930s1,2, Harold Urey and his colleagues realized that

heavier isotope substitution reduces reaction rates, enabling the
enrichment of heavy water3. At room temperature, this effect has
been extensively explored and has become a standard tool in reac-
tion dynamics studies4. In striking contrast, the cold regime is domi-
nated by quantum effects in the translational motion of reactants, as
has been observed recently in several experiments5–8. Until now, the
isotope effect has not been observed in low-energy collisions, where
it is relevant to the isotopic composition of interstellar clouds9–11.

In cold chemistry, barrierless reactions play the most important
role and usually include highly reactive species such as radicals, ions
or excited-state atoms6 and molecules12. The absolute rate in these
reactions can be estimated using classical theory that takes into
account only the attractive long-range part of the interaction poten-
tial between colliding particles. This classical approach for reactions
involving hydrogen and deuterium predicts that reaction rates
would vary by less than 30%. However, such treatment does not
include quantum phenomena, such as the formation of scattering
resonances—metastable collisional states that fundamentally
change the reactive process and give rise to a dramatic isotope
effect in the absolute reaction rate.

In quantum scattering, a state describing a collision that pos-
sesses a well-defined angular momentum l is often referred to as a
partial wave. The evolution of this state is fully governed by the
radial Schrödinger equation given in equation (1),

H = −h−2

2mR
∂2

∂R2
R + V R( ) + h−2

l l + 1( )
2mR2

(1)

where all of the information about the reaction dynamics is included
in the reactants’ interaction potential V(R), where R is the internuc-
lear distance. The angular momentum is responsible for the

additional repulsive term in equation (1) that scales as h−2
l l + 1( ),

the inverse of the square of internuclear distance R, and the
inverse of the reduced mass m. This term modifies the attractive,
long-range part of the potential V(R) and produces a potential
barrier as shown in Fig. 1c. Under 1 mK, only the ‘head-on’ col-
lisions with zero angular momentum (l¼ 0) contribute to reactions
and the reaction rate assumes a constant value13,14. Extracting infor-
mation about the global interaction potentials in this ultracold
regime is thus very challenging. This process is also complicated
in the ‘warm’ collision regime where many angular momentum
states contribute to the scattering process and one must observe
the differential cross-sections (DCSs), or angle-dependent scatter-
ing, including angular distributions or correlation measurements15,
in order to untangle the reaction dynamics. In this regime, the
isotope effect has been used in collisional spectroscopy in the obser-
vation of a resonance-mediated step-like feature in the isotopic
branching ratio of FþHD collisions16,17. The scattering resonance
was fully resolved later by measuring the DCSs in forward-scattered
DCSs of FþH2 (ref. 18) and backward-scattered DCSs of FþHD
(ref. 19). In another development, state-to-state molecular collision
cross-sections have been measured on an absolute scale, facilitating
comparison with theory20.

Between the ultracold and ‘warm’ collision ranges lies the elusive
scattering resonance-dominated regime, where single angular
momentum states become resolved, in the temperature range
from a few millikelvin up to several degrees kelvin. At these temp-
eratures the colliding particles’ de Broglie wavelength is an order
of magnitude larger than the molecular dimensions, and particles
may tunnel through the barrier created by centrifugal repulsion.
At a certain de Broglie wavelength or collision energy, a metastable
scattering state is formed. The resonance wavefunction of this meta-
stable state is strongly localized between the inner turning point,
where the particle separation is minimal, and the position of the
centrifugal barrier, as shown in Fig. 1a. This is in a stark contrast
to the continuum scattering wavefunction shown in Fig. 1b, which
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has only a small fraction of the probability amplitude localized
behind the centrifugal barrier. Due to the much higher probability
of finding particles at short separations in the resonance state, a dra-
matic increase in the absolute reaction rate can be observed.
Importantly, scattering resonances span the short-range interaction
region as well as the long-range attractive part of the potential
energy surface. This makes scattering resonances a perfect probe
for the interaction potential if they can be resolved in an experiment
where the collision energy can be continuously tuned. This is similar
to vibrational spectroscopy where transitions between vibrational
states are detected using a tunable radiation source. Calculating
the energy positions of the scattering resonances is in principle
possible using ab initio potential energy surfaces. However, the
small inaccuracies that exist even in state-of-the-art ab initio
methods may lead to variations by orders of magnitude in the

reaction rate, due to uncertainty in the energy of a particular reson-
ance state21,22. Collisional spectroscopy, which probes these states
directly, serves as a benchmark test for the best available theories.

Although collisional spectroscopy is very sensitive to the
vibrational structure of the potential, this structure does not necess-
arily correspond to a unique interaction potential surface. We will
show that utilizing the isotope effect in collisional spectroscopy
can remove the ambiguity among the different interaction potential
surfaces, which predict similar vibrational structures. In convention-
al vibrational spectroscopy the isotope effect modifies the kinetic
term in the Hamiltonian, which leads to a shift in the vibrational
levels, thus enabling a more sensitive and selective probe of the
molecular structure. In collisional spectroscopy the centrifugal
repulsion term is also modified by changes in the reduced mass,
as can be seen in equation (1). To study the isotope effect in cold
chemistry reactions, we measured the Penning ionization reaction
rates for collisions between metastable helium, 4He (23S), which
we denote He*, and the hydrogen isotopologues H2, HD and D2.
The reduced masses of the colliding pairs are 1.34, 1.72 and
2.01 AMU, respectively. Penning ionization is a fundamental
process in nature in which a neutral particle is ionized upon col-
lision with another particle in an excited electronic state23, as
described by equation (2),

A∗ + M � A + M+ + e− (2)

where A and M are neutral particles and the superscript * denotes
the excited electronic state. The effect of the increase in reduced
mass is twofold. First, it lowers the centrifugal term in the effective
potential, reducing the height of the centrifugal barrier and increas-
ing the depth of the potential well. Second, due to the change in the
kinetic term in the system Hamiltonian, the quasi-bound states are
shifted to lower energies with respect to the centrifugal barrier. As a
result, the resonance states for each system appear at different col-
lision energies. This effect gives rise to the quantum kinetic
isotope effect (QKIE), which is ubiquitous in cold chemistry reac-
tions. In contrast to the conventional KIE, the quantum counterpart
depends on the collision energy. We demonstrate that QKIE can
increase the total reaction rate by up to an order of magnitude
without dependence on mass scaling. The relative energies of
quantum scattering states for different isotopologues determine
the magnitude and direction of the effect, as we will show in
the following.

Results and discussion
We used our merged supersonic beam configuration6 with a time-
of-flight mass spectrometer (TOF-MS)24 (Fig. 2) to measure the
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Figure 1 | Plot of effective potential surface and wavefunctions at different

energies. a–c, The two-dimensional effective potential surface of the collision

pair He*–H2 for the partial wave l¼ 3 (c) and numerically solved

wavefunction probability densities (|c(�R)|2) for this potential surface at

different energies (a,b). The radial part of the wavefunction is multiplied by

the corresponding partial wave spherical harmonic function and plotted as a

function of the intermolecular distance and the collision angle. The

corresponding collision energies in a and b are above the dissociation

threshold, but below the centrifugal barrier height. The collision energy of the

wavefunction in a is at the scattering resonance energy of 0.23 K, as

indicated by the red tick mark and circle in c. Here the colliding particle

tunnels through the centrifugal barrier leading to a highly localized

wavefunction within the confines of the potential well. In b, the probability

density of the continuum wavefunction is shown, scaled up by a factor of 30

compared with a. The collision energy in this case is far away from the

resonance energy at 0.51 K, as indicated by the blue tick mark and circle in c.

The colliding particle is unable to tunnel through the centrifugal barrier

effectively, so the resulting probability density is mostly situated on the outer

side of the barrier where the reaction is much less likely to occur. The

resonance wavefunction (a) is therefore far more likely to react than the

continuum wavefunction (b). The scattering resonance leads to the

domination of the scattering process by a single partial wave over the

background partial waves.
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Figure 2 | Schematic of the merged supersonic beam configuration. Two

supersonic beams are produced by pulsed Even–Lavie valves29, which are

followed by skimmers. The red beam, which consists of paramagnetic

metastable helium, is merged with the blue beam, which consists of

hydrogen isotopologues, by a magnetic quadrupole guide. The beams are

characterized with an on-axis MCP and a TOF-MS positioned perpendicular

to the propagation direction. The ion products of the Penning ionization

reactions (light blue) are detected with a TOF–MS with the ionization

element turned off.
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Penning ionization reaction rates of metastable helium with the
different hydrogen isotopologues. These reaction rates are shown
in Fig. 3. Clearly resolved scattering resonances appear in all
three systems, with shifted energy positions. The measurements
show a very strong kinetic isotope effect, observed in the total
reaction rate in the collision temperature range from 10 mK up to
100 K. Interestingly, at the collision temperature of 0.7 K, the
He*–HD reaction exhibits a very strong kinetic isotope effect,
simultaneously proceeding an order of magnitude faster than
the lighter He*–H2 reaction and the heavier He*–D2 reaction. If
the reaction rate would simply scale inversely with the reactants’
relative velocity, as described by semiclassical Penning ionization
reaction theory25, then the reaction with the H2 molecule would
be no more than 10% and 20% slower than the reaction with the
heavier HD and D2 molecules, respectively. This behaviour reflects
the dramatic effect that scattering resonances have on the total
reaction rate.

We calculated the reaction rates of the three systems according to
the latest state-of-the-art ab initio interaction potential derived
using coupled cluster theory26, in the same manner as in the work
by Henson and colleagues6. Because the centre of mass is shifted
in the case of He*–HD, we needed to re-expand the potential
surface in the shifted coordinate system27, yielding a subpercent
reduction in the depth of the isotropic potential.

The numerical value of the interaction potential at any given
coordinate was scaled by a factor l in order to test how accurately
the resonance positions are reproduced by calculations using the
ab initio potential. This sensitivity analysis is routinely used in
theoretical investigations of low-temperature scattering phenom-
ena21,22,27,28. Given the extreme sensitivity of reaction rates toward
the positions of scattering resonances, this analysis provides a very
convenient basis for comparison of theory with experiment.
Figure 4 shows the calculated reaction rate for the He*–H2 reaction
at 0.23 K, the collision energy where the strongest resonance appears
in our measurements, as a function of the scaling parameter. The
analysis reveals two options, with scaling factors of 1.15 and 0.74,
showing reasonable agreement with the experimental data in
terms of the position of the major resonance peak. The asterisks
in Fig. 4 mark the values of l for which both major and minor
peaks have the best overall agreement. Both of the corresponding
calculated reaction rates of the He*–H2 collision pair are presented
in Fig. 3 and do not show a clear preference in the choice of potential
surface. The uncertainty is only removed once the theoretical reac-
tion rate for all three collision pairs is compared to the experimental
results. An additional resonance appears in the theoretical reaction
rate for the He*–D2 collision pair at low energies, which does not
exist in the experimental results, disqualifying the shallower poten-
tial with the l¼ 0.74 scaling option.

The major peak in the reaction rate calculated according to the
unscaled ab initio potential (l¼ 1) is located at 1.16 K, which is
almost an order of magnitude away from the observed energy of
the peak at 0.23 K. The sensitivity analysis (Fig. 4) clearly shows
that this peak is virtually nonexistent for this scaling value as it falls
directly between the two peaks. By scaling the potential by a mere
15% we are able to guide the theoretical ab initio calculation to
agree with the experimental results. Such a change to the potential
is within the expected error bound of the methodology used to
obtain the potential energy surface (see the discussion in the
Supplementary Information). According to the potential with the
deeper well corresponding to the l¼ 1.15 scaling option, we find
that each of the scattering resonances observed in the reaction rates
is formed by a single partial wave, which dominates over the back-
ground. The corresponding partial wave of the respective major and
minor resonances is l¼ 3, 4 for H2, l¼ 4, 5 for HD and l¼ 5, 6 for D2.
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Figure 4 | Sensitivity analysis of the He*–H2 reaction. The theoretical

reaction rate at 0.23 K for the He*–H2 system is plotted as a function of l,

the scaling factor of the potential (blue curve). This energy corresponds to

the observed position of the strongest scattering resonance observed in this

system. Asterisks indicate the values of l with the closest agreement in

terms of peak position for both the major and minor observed peaks in the

reaction rate. The vertical lines indicate two values of l for which the

energy-dependent reaction rate is plotted in Fig. 3.
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Figure 3 | Penning ionization reaction rates of metastable helium, He*(23S)

and the hydrogen isotopologues H2, HD and D2. The reaction rates are

depicted by black points as a function of collision temperature. The energy

positions of the scattering resonances shift according to the reduced mass

of the colliding particles. The plotted curves indicate the theoretical reaction

rates derived from the scaled coupled cluster potential26 with scaling factors

of l¼0.74 (orange) and l¼ 1.15 (cyan). When observing the H2 rate

alone, it is not clear which of the scaling options provides the best

agreement in terms of peak positions. Only when all three isotopologues are

taken into account does the l¼ 1.15 scaling option show indisputably better

agreement. Error bars indicate the standard error in the reaction rate and the

collision energy, calculated according to 150–300 measurements per data

point. The He*–H2 reaction that was originally observed in Henson et al.6 has

been re-measured with the configuration described in the Methods.

ARTICLES NATURE CHEMISTRY DOI: 10.1038/NCHEM.1857

NATURE CHEMISTRY | VOL 6 | APRIL 2014 | www.nature.com/naturechemistry334

© 2014 Macmillan Publishers Limited. All rights reserved. 

 

http://www.nature.com/doifinder/10.1038/nchem.1857
http://www.nature.com/naturechemistry


We have shown that collisional spectroscopy of scattering reson-
ances combined with the isotope effect serves as a sensitive tool to
probe vibrational structures and remove the uncertainty in the
potential surface of collision pairs.

Methods
Experimental configuration and analysis. The experimental configuration consists
of two supersonic molecular beams formed by pulsed Even–Lavie valves29 in a
merged beam apparatus6 (Fig. 2). One beam consists of 4He and is excited to the
23S metastable state (He*) with a dielectric barrier discharge30 located immediately
after the valve. This beam is merged using a magnetic quadrupole guide with a
straight beam, which consists of different isotopologues of H2. The velocity of the
straight beam is tuned by changing the valve temperature as well as seeding the
isotopologues in noble carrier gas mixtures, while the He* beam velocity is fixed at
870 m s21. In this manner, the collision temperature was tuned from 100 K
down to 10 mK.

The He* beam was characterized with an on-axis multichannel plate (MCP). The
straight beam was characterized with a home-built TOF-MS24 positioned
perpendicular to the line of propagation. To obtain the longitudinal profile of the
hydrogen isotopologues we operated the TOF-MS in a multipulsed mode, with the
ionization element turned on, while the beam travelled through the ion collection
volume of the TOF-MS. Each pulse forms a 7 ms integrated portion of the beam,
constructing a beam profile of time bins. The product ions of the reaction were also
measured by the TOF-MS but with the ionization element turned off. The three bins
at the centre of the neutral beam profile were summed for both the product ions and
the hydrogen isotopologue reactants. This sum for the product ions was divided by
the sum of the hydrogen isotopologue signal as well as the area of the He* beam at
the appropriate time interval to give the overall unitless reaction rate. The absolute
numbers for the reaction rates were calculated by normalizing the unitless results of
the He*–H2 reaction, which were re-measured in this set-up, according to the results
at higher collision energies provided by Henson and colleagues6.

Because the opening duration of the Even–Lavie valve29 is short compared to the
time-of-flight, the supersonic beams develop a correlation in phase-space, reducing
the local velocity spread31. As such, the collision energies of this time-sliced
detection configuration, taking into account the phase-space correlation effect, were
calculated according to the work by Shagam and Narevicius31. The hydrogen
isotopologue beams are neat and very cold (,1 K), so the molecules are in the
ground state. The resulting ortho-hydrogen to para-hydrogen ratio is 3:1 (refs 8,32).

Calculation details. The He*–H2 potential was calculated with the supermolecular
approach using restricted Hartree–Fock calculations, which ensures the proper
orbital occupation pattern corresponding to the 3S excited state of the helium atom,
which is described in detail by Hapka and colleagues26, and followed by a spin-
unrestricted coupled cluster with single and double excitation with a perturbative
correction for the triple excitation, UCCSD(T).

The reaction rate was calculated by adding an imaginary decay term to the
potential surface, as described in the Penning ionization review by Siska25.
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