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We develop a theoretical method for solving the quantum mechanical reactive scattering problem in the
presence of external fields based on a hyperspherical coordinate description of the reaction complex
combined with the total angular momentum representation for collisions in external fields. The method
allows us to obtain converged results for the chemical reaction LiF + H — Li + HF in an electric field. Our
calculations demonstrate that, by inducing couplings between states of different total angular momenta,
electric fields with magnitudes < 150 kV/cm give rise to resonant scattering and a significant modification
of the total reaction probabilities, product state distributions, and the branching ratios for reactive versus

inelastic scattering.
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Tuning microscopic chemical reactions with external
fields has long been an ultimate goal in chemical reaction
dynamics [1]. This goal stimulated the development of
quantum control schemes [2,3], which have been applied
with spectacular results to unimolecular reactions.
Attaining control over bimolecular reactions in a gas
has proven to be a much bigger challenge due to the
randomness of the rotational and translational motion of
the reactants [4,5]. This randomness can be reduced by
cooling molecules to low temperatures [4,6], enabling the
detection of quantum resonance effects in cold reactions
[7,8]. Recent experiments [9-11] demonstrated that
chemical reactions in an ultracold gas of KRb molecules
can be effectively suppressed by applying an electric field.
While demonstrating that the randomness of the molecular
motion can be harnessed, the control mechanism in
Refs. [9,10] amounts to switching off reactive collisions
by tunable long-range barriers, which prevent the reac-
tants from approaching close enough to undergo chemical
transformations.

In general, for chemical reactions to occur, molecules
must approach each other at close range, where the
interactions induced by external fields (typically ~1 K in
magnitude) must compete with strong intermolecular inter-
actions (often > 1000 K) at short separations between the
reactants. Since the external field-induced couplings are so
small compared to intermolecular interactions, it is not
clear if external fields can be used to steer chemical
reactions. For example, the effects of external fields on
the product state distributions and branching ratios for
different reaction channels remain completely unknown.
While the rates of low-temperature chemical reactions can
be sensitive to scattering resonances [5,7,8], it is not known
if the resonances capable of affecting the outcome of a
chemical reaction can be induced by electric or magnetic
fields with feasible strengths.
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These questions stimulated the mounting number of
experiments on chemical reaction dynamics in external
fields [12]. Several quantum threshold models [13] and
quantum defect theories [14,15] were proposed to describe
the observations. While these models provide valuable
insight into the effect of long-range interactions on ultra-
cold reactions, with a single exception [16] they do not
describe the reaction dynamics at short range and thus can
be applied to model only the averaged quantities such as the
total reaction rates. The detailed dynamics of chemical
reactions is most accurately encoded in the state-to-state
scattering S matrices, which can be obtained by quantum
reactive scattering calculations. However, even in the
absence of external fields, the quantum reactive scattering
problem is challenging due to the presence of multiple
reaction arrangements and the computational expense due
to a large number of rovibrational states involved [17-20].
The presence of external fields further complicates the
problem, making it necessary to consider the coupling
between states with different total angular momenta of the
reaction complex. As a consequence, a detailed micro-
scopic understanding of how external fields influence the
reaction mechanisms is still missing.

In this Letter, we report the first numerically exact
quantum scattering calculation on a chemical reaction in
an external field. Using a newly developed theoretical
approach based on hyperspherical coordinates [17,19]
combined with the total angular momentum representation
for collisions in external fields [21,22], we show that the
total cross sections and the nascent product state distribu-
tion of an atom-diatom reaction (LiF + H — Li 4+ HF) at
low collision energies can be effectively controlled by
laboratory-realizable dc electric fields via tunable reactive
scattering resonances. This work suggests that a wide range
of experimentally relevant problems previously considered
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intractable are now amenable to theoretical study, including
the effects on low-temperature chemical dynamics of
reactants’ spin polarization [23], magnetic Feshbach reso-
nances, and deviations from universality [24], and field-
controlled near-resonant energy transfer [20,25].

We begin by outlining our quantum reactive scattering
approach. For the three-atom reaction considered here,
there are two reaction arrangements, Li + HF and H + LiF,
that need to be considered simultaneously [26]. To do this,
we use the Fock-Delves hyperspherical coordinates.
Expressed in these coordinates, the Hamiltonian of the
atom-molecule reaction complex in the presence of an
external field is [17,19,20]
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where p = (R% +r2)'/? is the hyperradius, 6, and 7,
are the hyperangles defined by tand, =r,/R, and
cosy, = (R, -r,)/(R,r,), and R, and r, are mass-scaled
Jacobi vectors in arrangement ¢ = 1,2,3 [17].

In Eq. (1), J is the total angular momentum of the
reaction complex and j, is the rotational angular momen-
tum of the diatomic molecule in arrangement a. The
interaction of the reactants and products with the external
field is included in the last term of Eq. (1). For reactions in a
dc electric field, this term is [20]
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where d,, is the electric dipole moment of the diatomic
molecule in arrangement « and E is the electric field vector,
which defines a space-fixed quantization axis. The wave
function of the reaction complex is expanded in hyper-
spherical adiabatic surface functions

U= P_S/ZZFi(P)‘Pi(P; Q), 3)

where ®;(Q) are obtained by solving the adiabatic eigen-
value problem H, ®;(Q;p) = €;(p)®;(Q:p), €;(p) are the
adiabatic hyperspherical energies, and H,q is the adiabatic
surface Hamiltonian obtained by subtracting the hyper-
radial kinetic energy from the full Hamiltonian in Eq. (1)
[17,19,20]. To solve the eigenvalue problem, we expand the
surface functions as [19,21,22]
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where |avjJkn) = [JMkn)2y,,;(0,: p)/(sin 26,) and
Xavj(0q: p) are the primitive Fock-Delves basis functions,

which diagonalize the Hamiltonian in Eq. (2) at zero field
[20]. The states |JMkn) are the angular basis functions

[IMkn) = N[lIMk)|jk) + n(=1)!|JM = k)|j = k)] (5)

composed of the spherical harmonics |jk) = v/2zY #(04.0)
and the symmetric top eigenfunctions |JMk), where 7 is the
inversion parity, M and k are the projections of J on the
space-fixed and body-fixed quantization axes, respectively
[17], and Ny = [2(1 + 89)]~"/2. The basis (4) is key to the
efficiency of the method we propose here. In an external
field, J and # are not conserved but the matrix of the field-
induced interaction in the basis (4) is tridiagonal in J and
thus only a limited number of J states is generally required
for a fully converged calculation [22]. This offers a great
computational advantage over the previously proposed
approach [20], which disregards the total angular momen-
tum of the reaction complex. All calculations are performed
using the quantum reactive scattering program ABC [18],
extensively modified to incorporate the effects of electric
fields (see the Supplemental Material [28]).

We now apply this methodology to study the effects of
electric fields on the chemical reaction LiF + H— HF + Li.
The choice of the reaction is motivated by the large
permanent electric dipole moment of LiF (d = 6.3 D),
thus leading one to expect large electric field effects in the
entrance reaction channel, but not in the outgoing channels
[20]. In addition, the inverse reaction Li + HF — LiF + H
has been the focus of numerous theoretical and experi-
mental studies [27,32-34]. An experimental study of its
low-temperature dynamics is in progress using a rotating
nozzle source of HF molecules combined with a magneto-
optical trap for Li atoms [34]. The LiF + H reaction can
similarly be studied using a cold ensemble of H atoms in a
magnetic trap [35,36] combined with a slow beam of LiF
molecules [37,38]. While such an experiment can be
challenging to realize, we note that due to the low reduced
mass of the reactants, the few partial wave regime desirable
for the observation of the effects discussed below can be
reached with only moderate cooling of the reactants
(T ~1 K). Collisions at such temperatures can also be
probed by the merged beam techniques [7,8].

To describe the atom-molecule interaction V(p, 6,,7,) in
the LiHF reaction complex, we use an accurate ab initio
potential energy surface [33] previously employed in field-
free reaction rate calculations at low temperatures [27].
Figure 1 illustrates the key features of the potential energy
surface. The reaction proceeds through a transition state
that has a bent configuration and the barrier height is
518 cm™! relative to the bottom of the LiF potential well
[33]. The chemical reaction LiF(v=1,j=0)+H —
HF(v = 0, j = 0) + Li is slightly exoergic (AE = 0.1 eV),
and a total of six HF rotational states are energetically
accessible at zero collision energy.
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FIG. 1 (color online). Schematic diagram of the LiF +H —
HF + Li chemical reaction showing (1) the minimum energy path
along the reaction coordinate s = ry;r — rgg, (2) vibrational
potential energy curves of the reactants and products, and (3)
the Stark structure of LiF and HF (not to scale).

Figure 2 shows the total cross section for HF production
in the chemical reaction of LiF(v = 1, j = 0) with H as a
function of electric field for a collision energy of
0.01 cm™!. At low temperatures, the reaction occurs by
the tunneling of a heavy F atom [27] and hence the reaction
cross section is small. An applied electric field causes
modulation of the reaction cross section below 100 kV /cm.
The most remarkable feature apparent in Fig. 2 is a
pronounced resonance triplet at E ~ 125 kV/cm (peaks
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FIG. 2 (color online). Electric field dependence of the total
cross section for the reaction LiF + H — HF + Li. The insets
show the nascent rotational state distributions of HF molecules
produced in the reaction as a function of the final rotational
state j' at electric field strengths of 0, 32, and 100 kV/cm (left)
and 124, 125, and 125.75 kV/cm (right). Note the dramatic
change in the shape of the distribution near the resonance
electric field (right inset). All calculations were performed in
the Wigner s-wave regime (E- = 0.01 cm™!), where no res-
onances are present in the reaction cross sections as a function
of collision energy [27].

A, B, and C). The central resonance B corresponds to an
electric-field-induced enhancement of chemical reactivity
by a factor of 42. Resonances A and C have widths of 0.10
and 0.18 kV/cm, while resonance B is at least 10 times
narrower (I' < 0.02 kV/cm). To investigate the origin of
these resonances, we computed the electric field depend-
ence of the van der Waals (vdW) bound states in the
entrance reaction channel H - - - LiF. We confirmed that (1)
the resonances can be assigned to the bound states of the
H- - - LiF vdW complex, and (2) the resonances disappear if
exit-channel rovibrational states are omitted from the basis
set. The resonances shown in Fig. 2 are thus similar to the
vdW resonances [27,39-43] that decay via a remarkable
“prereaction” mechanism involving tunneling through the
reaction barrier, even though the resonance wave function
is localized in the entrance reaction channel [27]. Although
the resonances acquire finite width due to coupling to the
exit reaction channel, they are sensitive to the electric
field precisely because they are located in the entrance
reaction channel, where the reactive system is significantly
more polar.

We next consider another important observable property
of a chemical reaction, the nascent product state distribu-
GON Gupjmrat '/ D st fCavjcdv/ j's WHETE Gopjgyyy is the
cross section for the avj — ov'j’ reaction process. This
distribution quantifies the amount of internal energy with
which the reaction products form. Figure 2 shows that low-
to-moderate electric fields modify the rotational distribu-
tions of HF by changing the relative populations of j' = 3
and j/ = 5. As shown below, this effect occurs due to the
emergence of new chemical reaction pathways forbidden at
zero fields by total angular momentum conservation.

At E ~125-127 kV/cm corresponding to the field-
induced resonances A, B, and C, the shape of the nascent
product state distribution changes dramatically. Away from
the resonances, we observe a “hot” HF product distribution
that peaks at j/ = 5 and falls off gradually with decreasing
j'. On resonance A, the distribution develops a pronounced
peak at j/ = 3 and behaves nonmonotonically as a function
of j/, indicating a dramatic change in the reaction mecha-
nism across a narrow interval of electric fields. On
resonance B, the HF products are formed with a more
even distribution over rotational energy levels, with j =
2-5 all substantially populated. As the electric field is tuned
across resonance C, a unimodal distribution develops
centered at j/ = 5. The preferential population of high j
states on resonances A—C can be explained by a relatively
high degree of rotational excitation (j =4) of the LiF
fragment in the vdW complex H - - - LiF that gives rise to
the resonance states. A more even product state distribution
on resonance B results from its longer lifetime, which
allows the rotational degrees of freedom to equilibrate more
efficiently.

In order to gain insight into the mechanism of electric
field control of reaction cross sections and product state
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FIG. 3 (color online). Partial wave contributions to the cross
section for the LiF(v =1,j=0) > HF(+' =0, =5) reac-
tive transition as functions of an applied electric field. This
transition dominates the total reaction cross section in the range
of electric fields close to the resonance triplet (see Fig. 2).
Circles: J-conserving transition £ =0 — ¢’ = 5. Squares and
diamonds: J-changing transitions £ = 0 — ¢’ = 4,6. The inset
shows the individual partial wave contribution to the j =0 —
j' = 5 reactive cross section on resonance at E = 125 kV/cm.
A total of four J states (J = 0-3) were included in scattering
calculations [28].

distributions, we focus on the dominant reactive transition
j =0 - j =5.In Fig. 3, we plot the contributions of the
different partial wave transitions j = 0,7 =0 — j, ¢ as a
function of the electric field strength. Since the total angular
momentum of the collision complex J =j+ ¢ =j + ¢’ is
conserved at zero field, and j =¢ =0 in the entrance
reaction channel (assuming s-wave scattering), it follows
that j/ + ¢ = 0 and hence £/ = j'. Thus, only the £/ =5
partial wave contribution is allowed at zero field. The line
with circles in Fig. 3 confirms this. An external field
induces couplings between the adjacent J states [20,22]. As
a result, the off-diagonal, J-changing transitions j = 0,
£=0-j,¢ =j +1 become allowed, as illustrated in
Fig. 3. While these J-changing transitions play a minor role
at low fields, they become dominant at fields above
100 kV/cm. As shown in the inset of Fig. 3, the J-
changing transitions £ =0 — ¢’ = 4,6 make up more
than 70% of the reaction cross section at E=125kV/cm
(on resonance B). We therefore refer to resonance B as the
electric-field-induced resonance.

While the electric-field-induced resonances can greatly
enhance the reaction cross section, the excess vibrational
energy of the LiF(v =1,j =0) reactants can also be
converted into translational energy via nonreactive colli-
sions leading to vibrational relaxation. To explore the
possibility of controlling the relative efficiency of these
competing pathways, we plot in Fig. 4 the electric field
dependence of the ratio of cross sections for vibrational
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FIG. 4 (color online). The branching ratio for inelastic to
reactive cross sections as a function of electric field. The inset
shows rotational product state distributions for vibrational relax-
ation in nonreactive LiF(v = 1, j = 0) + H collisions.

relaxation and reactive scattering. At low fields, the
branching ratio varies insignificantly, and vibrational
relaxation remains as efficient as it is at zero field. Near
the electric-field-induced resonance, however, the branch-
ing ratio drops to 4 before rising back to 10.

The electric field dependence of the LiF(v =0, )
product distribution following vibrational relaxation in
LiF(v = 1,j = 0) + H collisions is plotted in the inset
of Fig. 4 as a function of j'. We observe strong variation of
the distributions even at low electric fields. A moderate
field of 40 kV/cm broadens the distribution significantly,
populating higher j' states. We attribute this effect to the
field-induced hybridization of LiF rotational states in the
v = 0 manifold, which modifies the anisotropic part of the
LiF-H interaction potential and changes the relative pop-
ulations of final rotational states. At resonance B, the
rotational distribution becomes extremely broad and multi-
modal. While transitions to high-; states are suppressed at
low-to-moderate electric fields, they become allowed at
E =125 kV/cm, signaling a profound change in the
mechanism of rovibrational energy transfer near electric-
field-induced scattering resonances. This mechanism is
different from that explored in previous work on near-
resonant energy transfer in cold collisions [44] as the
energy gaps between the rovibrational levels of the reac-
tants and products remain large (>20 cm™') in the range of
electric fields explored in this work.

In conclusion, we have introduced a theoretical method
for solving the quantum reactive scattering problem in the
presence of an external field based on a hyperspherical
coordinate formalism [17-19] combined with the total
angular momentum representation for molecular collisions
in external fields [21,22]. The method is much more
efficient than the previous rigorous approach [20] and
makes it possible to obtain numerically converged results
for a three-dimensional atom-diatom chemical reaction in a
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dc electric field. The efficiency can be further enhanced by
transforming away the off-diagonal J blocks, or by match-
ing to quantum defect solutions [16]. Our methodology can
be applied to any abstraction atom-diatom chemical reac-
tion in magnetic, dc electric, and off-resonant microwave
and laser fields. It can also be extended to calculations on
barrierless insertion chemical reactions by changing the
hyperspherical part of the treatment to the Smith-Whitten
coordinates [45]. The main idea of combining the field-free
reactive scattering problems formulated in the J represen-
tation and including field-dependent couplings between
different J states would still apply.

This work was supported by NSERC of Canada. We are
grateful to Dajiang Ding and Sylvain Korzennik for their
expert assistance with high-performance computing.
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