-

View metadata, citation and similar papers at core.ac.uk brought to you byfz CORE

provided by Edinburgh Research Explorer

Edinburgh Research Explorer

Nonadiabatic transitions through tilted avoided crossings

Citation for published version:
Betz, V & Goddard, BD 2011, 'Nonadiabatic transitions through tilted avoided crossings' SIAM Journal on
Scientific Computing, vol 33, no. 5, pp. 2247-2276. DOI: 10.1137/100802347

Digital Object Identifier (DOI):
10.1137/100802347

Link:
Link to publication record in Edinburgh Research Explorer

Document Version:
Publisher's PDF, also known as Version of record

Published In:
SIAM Journal on Scientific Computing

General rights

Copyright for the publications made accessible via the Edinburgh Research Explorer is retained by the author(s)
and / or other copyright owners and it is a condition of accessing these publications that users recognise and
abide by the legal requirements associated with these rights.

Take down policy

The University of Edinburgh has made every reasonable effort to ensure that Edinburgh Research Explorer
content complies with UK legislation. If you believe that the public display of this file breaches copyright please
contact openaccess@ed.ac.uk providing details, and we will remove access to the work immediately and
investigate your claim.

OPEN ACCESS

Download date: 28. Apr. 2017


https://core.ac.uk/display/28971818?utm_source=pdf&utm_medium=banner&utm_campaign=pdf-decoration-v1
http://dx.doi.org/10.1137/100802347
http://www.research.ed.ac.uk/portal/en/publications/nonadiabatic-transitions-through-tilted-avoided-crossings(f0918e80-c894-4f37-9972-833f683dc4b1).html

Downloaded 10/02/12 to 129.31.218.126. Redistribution subject to SIAM license or copyright; see http://www.siam.org/journals/ojsa.php

SIAM J. Sc1. COMPUT. (© 2011 Society for Industrial and Applied Mathematics
Vol. 33, No. 5, pp. 2247-2276

NONADIABATIC TRANSITIONS THROUGH TILTED AVOIDED
CROSSINGS*

VOLKER BETZ! AND BENJAMIN D. GODDARD#

Abstract. We investigate the transition of a quantum wave-packet through a one-dimensional
avoided crossing of molecular energy levels when the energy levels at the crossing point are tilted.
Using superadiabatic representations, and an approximation of the dynamics near the crossing region,
we obtain an explicit formula for the transition wave function. Our results agree extremely well with
high precision ab-initio calculations.

Key words. nonadiabatic transitions, superadiabatic representations, asymptotic analysis,
quantum dynamics, avoided crossings

AMS subject classifications. 81V55, 34E20

DOI. 10.1137,/100802347

1. Introduction. The photo-dissociation of diatomic molecules is one of the
paradigmatic chemical reactions of quantum chemistry. The basic mechanism is that
a short laser pulse lifts the electronic configuration of the molecule into an excited
energy state. The nuclei then feel a force due to the changed configuration of the
electrons, and start to move according to the classical Born—Oppenheimer dynamics.
Then, at some point in configuration space, the Born—Oppenheimer surfaces of the
electronic ground state and first excited state come close to each other, leading to
a partial breakdown of the Born—-Oppenheimer approximation. As a result, with a
certain small probability the electrons fall back into the ground state, facilitating the
dissociation of the molecule into its atoms. This important mechanism is at the heart
of many processes in nature, such as the photo-dissociation of ozone, or the reception
of light in the retina [27]. For further details on the general mechanism we refer to
[20].

The mathematical problem associated with photo-dissociation is to determine
nonadiabatic transitions at avoided crossings in a two-level system, with one effective
spatial degree of freedom. Thus, we study the system of partial differential equations

(1.1) ied) = Hyp,
with ¢ € L*(R,C?), and
H= -2+ V().

Above, I is the 2 x 2 unit matrix, and, with o, and o, the Pauli matrices as defined
in (3.2),

Vi) = X(alo+ 2o, + a1 = (50 ) 4 ar
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is the real-symmetric potential energy matrix in the diabatic representation. Units are
such that & = 1 and the electron mass me = 1. €2 is the ratio of electron and reduced
nuclear mass, typically of the order 10~4. The time scale is such that the nuclei (with
position coordinate ) move a distance of order one within a time of order one. The
motivation of (1.1) and its relevance for photo-dissociation is discussed further in [3].

There is a natural coordinate transformation of (1.1) that exploits the scale sepa-
ration provided by the small parameter €. The corresponding representation is called
the adiabatic representation, and is given as follows: Let the unitary matrix Up(z)
diagonalize V (x) for each z. Using the same notation Uy, we define a unitary operator
on L2(R,C?) by vo(z) = (Upy)(x) = ¥(Up(z)). Then 1) solves

(1.2) ieOppo = Horo,

with Hy given to leading order by

_ Eaep (r@) tdx) —emi(x)(c0:)
() HO__faw”(w(m(aam) —p<x>+d<w>)'

Here, p = v X2 + Z2 is half the energy level separation, and

7’X -X'Z

T T xe

is the adiabatic coupling element. A consequence of the choice of time scale in (1.2)
is that solutions will oscillate with frequency 1/e. Thus the operator £3, is actually
of order one. However, we have still achieved a decoupling of the two energy levels in
(1.3), up to errors of order ¢, as long as X2(x)+Z2(x) > 0. Generically, this inequality
is always true: assuming that the entries of V' are analytic in the nuclear coordinate
x, then eigenvalues of V' do not cross [26], and so their difference 2¢/X? 4+ Z2 remains
positive. An avoided crossing is a (local or global) minimum of p(z), which results in
nonadiabatic transitions between the adiabatic energy levels.

The problem of photo-dissociation, or more generally of nonradiative decay, can
now be formulated mathematically: assume that (1.2) is solved with an initial wave
packet v, € L?(R,C?) that is fully in the upper adiabatic level (i.e., the second
component of i, is zero). This is the situation just after the laser pulse brings the
electrons to their excited state. Assuming that the initial momentum is such that
the wave packet travels past an avoided crossing, we wish to describe the second
component of ¥g(z,t), to leading order, long after the avoided crossing has been
passed. By doing this, we predict not only the probability of a molecule dissociating,
but also the quantum mechanical properties (momentum and position distribution)
of the resulting wave packet.

Solving the above problem, even numerically, is very difficult. The reason is that
the energy levels £p(z) are uniformly separated, and it is well known [12, 13, 17, 19]
that then the transmitted wave packet is exponentially small in the parameter . This
means that even for moderately small values of €, we are trying to capture a very small
effect. As an example, let us assume that the initial wave packet vy, has L?-norm
of order one, and that the parameters are such that the L?-norm of the transmitted
wave function is expected to be of order 1076, which we will later see is a fairly typical
value. This means that any straightforward numerical method with an overall error
of more than 1076 will produce meaningless results, and thus if we were to apply
a standard method (like Strang splitting) on the full equation (1.2), we would have
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to use ridiculously small time steps. To make things worse, the solution is highly
oscillatory. Thus, even though (1.2) is a system of just 1+ 1 dimensional PDE’s; it is
not at all trivial to solve numerically. Efficient numerical methods to solve (1.2) will
therefore require insight into the analytical structure of the equation.

In [2], we used superadiabatic representations in order to obtain such insight. We
derive a closed-form approximation to the transmitted wave function at the transition
point, which is highly accurate for general potential surfaces and initial wave packets
whenever d(z), the trace of the potential, is small, but deteriorates when d(z) is
moderate or large at the transition point. In general, it cannot be taken for granted
in real world problems that d(z) is small. Therefore, in this paper we treat a potential
with an arbitrary trace. Our result is weaker than the one in [2]. While in the
latter paper, we could allow arbitrary incoming wave functions as long as they were
semiclassical, we essentially require the incoming wave packet to be either Gaussian or
a generalized Hagedorn wave packet in the present work. However, in that case we still
obtain a closed form expression for the transmitted wave function at the transition
point, and the accuracy is as good as in [2].

The importance of nonadiabatic transitions has resulted in much effort to un-
derstand them. A simplification of the problem is to replace the nuclear degree of
freedom by a classical trajectory. This approach is both long-established [28] and
well understood [1, 11, 5] and leads to the well-known Landau—Zener formula for the
transition probability between the electronic levels. This formula underpins a range
of surface hopping models [25, 15, 14, 6]. Although these and other trajectory-based
methods [24] yield reasonably accurate transition probabilities in the cases where they
are applied, they are unable to accurately predict the shape of the transmitted wave
packet [14]. More importantly, they seem to work well only when the transmitted
wave packet is not too small. As an example, Fermanian Kammerer and Lasser [6]
prove that the absolute error of their surface hopping algorithm is of the order at most
€!/8 while numerical evidence suggests that the true error is closer to order €'/2. This
is acceptable for them since they treat systems with several nuclear degrees of free-
dom, where generically the electronic adiabatic energy levels cross and transitions
are of order one, provided the wave packet actually hits the crossing. In our case,
where the energy levels generically stay separated, error margins of €'/ completely
obscure the exponentially small effect we are looking for, and are therefore not good
enough. In this sense the one-dimensional problem is more difficult numerically than
the moderately high-dimensional one, although of course very high dimensions pose
their own significant difficulties. Yet another approach is the Zhu—Nakamura theory
[18], which in a nonrigorous fashion strives to provide improved Landau—Zener rates
based on the full quantum scattering theory of the problem, albeit in rather special-
ized situations. Once again only the transition probabilities are treated, and not the
wave packet itself.

Due to the complexity of the full quantum-mechanical problem of transitions at
avoided crossings, there are few existing mathematical approaches. The approach
that is most relevant to our work is that of Hagedorn and Joye [13], where a formula
is given (and proved) for the asymptotic shape of a nonadiabatic wave function in
the scattering regime at an avoided crossing. Their formula looks quite different
from ours, which is given in section 2, and it is too involved to display it here. See
Theorem 5.1 of [13]. Of course, one would wish the formula of Hagedorn and Joye and
our algorithm eventually lead to the same result, but the reality is more complicated.
Indeed, we do not expect our results to agree with those of [13] in the asymptotic
limit ¢ — 0, since, as we explain below, our results rely on certain approximations
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that are valid only when € is small but not too small. Thus the algorithm we give is
not asymptotically correct when € — 0 and all other parameters are fixed. On the
positive side, it has the advantage of being trivial to implement and giving very good
results in practice, while the formula of Hagedorn and Joye is not very well suited
for numerical implementation. Moreover, there is evidence (given in the appendix of
this paper) that our transition formula becomes correct in the limit when ¢ — 0 and
simultaneously the momentum of the incoming wave scales like e with a > 1/3. Tt
would be of great interest to compare our transition formula to the one of [13] in this
case. However, the latter is too implicit and involved to easily do this.

It is important to note that for py of the order e~* with « close to 1/3, transitions
are still beyond all orders in €. Indeed, as explained in the next section, the order of
magnitude for transitions is exp(—}ﬁ), where pq is the incoming momentum. Thus
the situation is very different from the cases treated in [9, 10], where the energy gap
between the adiabatic surfaces is scaled such that transitions remain of order one. In
[21], Rousse considers different scalings of the energy gap; however, those results are
valid only up to errors of order o(1) in €. This means that no statement about the
exponentially small transitions can be inferred from that paper.

Finally, let us remark that in applications all of the above asymptotic considera-
tions are of somewhat secondary importance. € and the other parameters of the model
are dictated to us by the problem at hand, and for values of the order e = 102, which
are fairly typical for the square root of the mass ratio between electrons and nuclei,
whether an incoming momentum py is of order e~1/3 or of order 1 is largely a matter
of opinion. The good thing about the algorithm we propose is that it works well for
a wide range of parameters. Indeed, we have found that it starts to really deteriorate
only when either the transmitted wave packet becomes too large, or too small. In
the first case, we are leaving the asymptotic regime, and it has to be expected that
asymptotic methods do not work well. In the second case, it is already becoming very
difficult to run reliable ab-initio dynamics to compare our results with, due to the
oscillatory nature of the dynamics. Furthermore, the transition probabilities become
so small that they are unlikely to be relevant for any practical application.

2. Computing the nonadiabatic transitions. In this section we will give a
concise overview of our method for computing nonadiabatic transition wave functions,
and explain the various parameters entering the final formula. The justification of our
method, some extensions, and a numerical test will be given in the remainder of the
paper.

The data of our problem consists of two parts, the potential energy matrix V' and
the initial wave function. More precisely, we assume that we are given p(z) and d(z)
as in (1.3), and that p has a unique global minimum in the region of space that we
are interested in. We choose the coordinate system such that this minimum occurs
at £ = 0, and we thus have

p(x) =6 + O(x?), d(z) = do + Az + O(x?).

The transmitted wave function depends only on A and p, but unfortunately the latter
quantity does not enter in a simple way. Under the reasonable assumption that the
matrix elements X and Z are analytic functions of x at least close to the real axis,
then so is p2. We write p(q)? = 62 + g(q)?, where g is analytic and g(0) = 0. Since
g% is quadratic at 0, a Stokes line (a curve with Im(p) = 0) crosses the real axis

perpendicularly, and, for small §, extends into the complex plane to two complex
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zeros of p, namely ¢s and ¢5. We define, for any complex z, the “natural scale” [1]

r(z) =2 /0 () de,

and write 75 = 7(gs), where g5 by convention is the complex zero with positive
imaginary part. We write

7 = Re (73), Te = Im (75),

which are the two parameters that enter into the transition formula. When we are
given p in a functional form, neither the computation of its complex zeroes nor of
the complex line integral leading to 75 is a problem numerically, and can be carried
out to any required accuracy. However, in the case of radiationless transitions, the
potential energy surfaces are often only known approximately. As our final formula
will depend very sensitively on the value of 75, small errors in this quantity will lead to
wrong predictions. This is not a fault of our method, but a general obstruction to any
numerical method aiming to calculate small nonadiabatic transitions: Namely, since
our formula below agrees very accurately with ab-initio computations, and depends
very sensitively on 75, getting p wrong will lead to wrong results regardless of the
method used. In a way, it should not be too surprising that when looking for a very
small effect, we need to get the data right with very high accuracy. But it does pose
a serious practical challenge when trying to predict small nonadiabatic transitions.

As for the initial wave function, we first assume it to be initially concentrated in
the upper electronic energy band. This means that we will consider (1.2) with initial
condition vo(z,0) = (¢4 (2,0),0)T. The restriction of this work, when compared to
the case with A = 0 considered in [2], is on the form of ¢ (x,0), which we require to
be either Gaussian, or a finite linear combination of Gaussians, or a Hagedorn wave
function. For the present exposition, we restrict to the case where it is Gaussian. The
first step of our algorithm is straighforward.

Step 1. Solve the upper band adiabatic equation iedup, = HTy, 9, (0) =
$4(-,0), where HT = —£292/2 + p(x) + d(z). This can be done either by direct
Strang splitting, or using the theory of Hagedorn wave packets [16]. For a transition
to occur, we need the wave packet to cross the transition region near x = 0, where p
is minimal. So we monitor the expected position (X) = [ z|¢4(x)|? dz and stop the
evolution when (X) = 0, say at time to. Let us write ¢(z) = ¥y (x,tg). ¢ is Gaussian
up to errors of order € [16] and centered at = 0. Thus we have

(2.1) 7 (k) = exp (== (k = po)?)

with parameters po (the mean momentum) and c. Above, we used the semiclassical
Fourier transform; cf. (3.8).

Step 2. We now use the upper band wave function (}55 at the transition point in
order to generate a wave packet on the lower energy level. It is useful to recall that
in [2, 3], we assumed d = 0 and were able to approximate the dynamics near the
transition point by the free dynamics, leading to the formula

—~¢ v+ k
v

(2.2) ¢~ (k) = 1ikesas) ] elme b=l ge (y),

with v = v(k) = sgn(k)vk? —46. This formula has been validated also for non-
Gaussian incoming wave packets ¢°.
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In the case where d # 0, the approximation of the true intraband dynamics by the
free time evolution is no longer a good one, and the transition formula is considerably

more involved. Put ng = schO’ where kg is part of the solution of the pair of equations

(2.3) k=P +45, = k(1 2o,

Again, the numerical value of ng is easy to obtain. In what follows, we will use the
abbreviation

n* =n*(k) = VK2 — 44.

e
=
2

2 2
—¢ 1 Q2,004 1 + (2007 o — Q1,0000,141,1
exp

(2.4) 2\ /4az 00,2 — of

x (n" +k) efﬁlkﬂ’*| efi%(kﬂ’*) e (o) QZE(U*)XI&M&

2
al,l — 40[2)004072

with
sgn(k)te + in — n*noe — 4ed(n* — po) Ve
a10 = + ,
’ 264/ k+n*
2(ng + 1)el/2) . 2(np + 1)Ae
2.5 = = —in* + -
(2.5) aoa g 1,1 = —in Ut
oy 2moz e oo 20X 2(no+1)M%
0 85 2k 402 T k) (k)?
and
(no + 1)%2eXagd 1 ( apd ) s
= - — Zarctan [ ——2° Apo) =
#(po) 2(no + 1)2A2e2 + 26%a3 2 arctatt (no + 1)e +sgn(Apo) 4’

where above ag = /pZ + 46 + po. While formula (2.4) is trival to implement on a
computer and produces accurate results, it is not easy to interpret the various terms in
a physically meaningful way. On the other hand, everything except the factor e ¥ (o)
is obtained by plausible approximations and exact Gaussian computations. The latter
factor, which is a constant phase shift, is more tricky. It is obtained by computing
the phase in the case of an incoming Gaussian when the parameter ¢ diverges, i.e.,
infinitely small momentum uncertainty, which gives ¢(po), and subtracting that. This
fixes a discrepancy in the phase of the transmitted wave function between our formula
without the factor and numerical ab-initio calculations, which is probably due to one
of our approximations below being too crude. We do not know where the original
inaccurate approximation has been made, or why the given recipe fixes it. Note,
however, that the phase shift in question must be due to the dynamics not being free
in the transition regime, as it vanishes when A — 0. There are other phase shifts
in the transmitted wave function, a trivial one due to the energy gap and another
one due to the fact that fast Fourier modes contribute more to the transition. These
appear already in (2.2) and are well understood [13, 3].

Note ¢(po) is constant in both & and z and hence will not affect any quantum
mechanical expectation values. It would, however, play a role when we consider
interferences.
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The final step of our algorithm is again straightforward.
Step 3. Solve the lower band adiabatic equation with initial condition ¢_, i.e.
solve

ey =H Y,  P_(to) = ¢_ (-, to),

where H™ = —£20%/2 — p(z) + d(x), and ¢_ is the inverse semiclassical Fourier trans-
form of ¢° . For times so large that ¢)_ has support far away from the transition region,
it describes the transmitted wave function of equation (1.2) with great accuracy; see
section 6.

3. Evolution in the superadiabatic representations.

3.1. Superadiabatic representations. The key idea for deriving our transi-
tion formulae is to study the evolution in a suitable superadiabatic representation.
For a careful discussion of the theory of those representations, we refer to [3]. Here we
give only some intuition and the mathematical facts. The nth superadiabatic repre-
sentation is implemented by a unitary operator U,, acting on L?(R,C?), and its main
property is that it diagonalizes the right-hand side of (1.1) up to errors of order e"+1.
Thus, the adiabatic representation (1.3) is the zeroth superadiabatic representation,
and in general,

2 nt+1 g+
_ -1 _ € p(x) +d(x) "KL,
=i == 0rr = (S S i)

where K* are the nth superadiabatic coupling elements. They are usually pseudo-
differential operators, and so are the U,. The useful consequence of switching to the
superadiabatic representation is that now the evolution of the second component ),
of ¥, = U,, subject to ¢, (—oo) = 0, is given by

t _ - i
(3.1) vi(t) =i [T R eI g,

— 00

up to relative errors of order €. Thus, provided we can control K, (3.1) gives the
transmitted wave function in the nth superadiabatic representation to high precision.

There are some apparent problems with this idea. First, it is far from clear how
we hope to control K, . Second, the superadiabatic unitaries are, in general, very
hard to calculate, and as such this formulation does not allow the adiabatic wave
function to be easily obtained. Third, we have to decide which value of n we want to
use. The sequence K, is expected to be asymptotic in n, so after initially decaying
rapidly (in an appropriate sense) it will start to grow beyond all limits when n is taken
to infinity. The second problem above is resolved when we study the wave function in
the scattering regime, well away from the avoided crossing. In this case, for potentials
which are approximately constant, it is known that U,, and Uy agree up to small errors
depending on the derivatives of the potential [23], and (3.1) can be used to calculate
the transmitted wave function. For the value of n, in [3] we showed for a special
choice of parameters p, x that there exists an “optimal” n for which %, (t) builds
up monotonically, corresponding to a single transition. This n is given by the set of
nonlinear equations (2.3) that we have seen in the previous section. We expect this set
of equations to hold, in general, and have obtained very good results by using it here.

The problem of calculating K, turns out to be reducible to a set of differential
recursions, which we will now give. The discussion follows the one in [3] very closely,
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the only difference being that we now include a nonzero trace d(x) in the Hamiltonian.
All the calculations and arguments are almost the same as in [3], so we will omit them.

We change from the spatial representation to the symbolic representation (see,
e.g., [23]) by replacing = by ¢ € R and icd, by an independent variable p € R, where
the factor € takes into account the semiclassical scaling. We need to introduce some
further notation: We rewrite the potential as

_ cos (0(q)) sin (6(q)) 10
V() =0 (Sm(a@) cos(e(q>)>+d<q> (6 1)

which defines 0(q). It follows that the unitary transformation to the adiabatic repre-
sentation is given by

con (U92) sin (%)
Uola) = sin(m) —COS(M)
3 )

Hence the Pauli matrices in the adiabatic representation are given by

ox(q) = Uo(q)oxUo(q), oy(q) = Uo(q)oyUo(q), o,(q) = Us(q)o,Uo(q),

where

(3.2) ax:<(1) é) Uy:<? Bi)’ UZ:<(1) —01)’

and we have used that Uy = Uy.

Let 1 be the 2 x 2 identity matrix. A direct calculation confirms, with 1, the 2 x 2
identity matrix.

LEmMA 3.1. We have

93V (q) = an(@)a4(q) + bu(q9)ax(q) + cnlq)1,

where a,(q), bn(q), and c,(q) are given by the recursions

ao(q) = p(q), an+t1(q) = ap,(q) +0'(q)bn(q),
(3.3) bo(q) = 0, brnt1(q) = by,(q) — 0'(q)an(q),
co(q) = d(q) cnt1(q) = ¢, (q).

We then have the following explicit recursion for the coupling elements.
THEOREM 3.2. The Hamiltonian in the nth superadiabatic representation is given

by

_p p(q) +d(q) "l (p,q) 0(e?)  0O(e"?)
H”(E’p"”‘?”(s"“mlmq) —p<q>1d<q>) <0<5“+2> 0@2))’

where

KEL (. 0) = —20(0) (@nt1 (P @) % Ynt1 (P, 0))-

n—m

Setting xn(p,q) = Yom_oP x™(q) with similar expressions for yn, zn, and
Wy, the coefficients x' to w,' are determined by the following recursive algebraic-
differential equations:

(3.4) 2P =2"=wl"=0, m=0,1, Y = —i
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with

[m/2]
™ _ _i 1( m)l_2 Z 1 (n+1 m+])(b Zm 27 awmﬂj + e mfgj)
n+1l = 2p i Yn i (21)J j Jn+1—3 J¥n+1—j ]yn+1_j

for n odd, and

1 /(1
er+1 == 2_p (T (( ;n) —0'z m)
[m/2] 1 ] 9 2 9i
-2 ) W(Ml;mﬂ)( = a5y Ly bl cjx:’n“zj)) ’
j=1

Lm/2]

0= (( ) +6./ m n+1 m+J)(b m—2j )

Jyn+1 j+a‘] n+1 J+c] n+1—j

m/2]

1 1 +1—m-+j —25 —27 —27
O=Flm) =2 ) W( " g b i)
j=1

for n even. The coefficients a,, to ¢, are given by Lemma 3.1.

Proof. The proof is analogous to those of Theorem 3.4 and Proposition 3.5 of [3],
with some easy alterations due to the presence of d(z). a

We note that, as in the trace-free case in [3], y* = 0 for all m when n is even and
i =2z = w)" = 0 for all m when n is odd. Furthermore, from the above equations,
it is obvious that z]' = y' = 2;7* = w]* = 0 for odd m.

We now have an explicit expression for x,, and may therefore also calculate K,
the superadiabatic coupling element, which is the Weyl quantization of the symbol

Kt

Ki() = g [ dedynt (52,€) 20 u(q),

and from the recursions in Theorem 3.2, it is clear that

n

ki(pq) = PR, i(a),
j=0
where the /in n—; can be calculated explicitly. Determining the asymptotics of this
two-parameter recursion is a very tricky problem to which we have no solution. How-
ever, in the regime of large p (meaning, large incoming momentum) the sum is well
approximated by the j = n term. In the appendix, we give a rigorous estimate of the
superadiabatic Hamiltonian and show that, when p > ¢~1/3, k¥ is dominated by the
term p"ﬁio(q). This translates into large momentum for the incoming wave function.
While these results certainly give rise to the hope that for large incoming momentum
a rigorous asymptotic analysis is possible, there are still many obstacles to overcome:
Just to mention two of them, the dependence of the error terms in Theorem 3.2 on n,
p, and g needs to be controlled, as does the propagation of errors through the Weyl
quantization below. A full asymptotic analysis of the regime p >> £=1/3 is therefore
still a work in progress. Here, we use the approximation of xX(g,p) by p /ino(q)
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without further justification, and find that it gives good results even for relatively
small values of p.

The asymptotics of the term «,, , can be determined explicitly in the following
generic case. Without loss of generality, we assume that the avoided crossing occurs
at = 0, specify the initial wave packet at t = 0, and write p(q)?> = 6% + g(q)?,
where ¢ is analytic and g(0) = 0. As is standard in asymptotic analysis (see, e.g.,
[1]), the asymptotic behavior of x,, , is determined by the complex zeros of p. Since
g% is quadratic at 0, a Stokes line (a curve with Im(p) = 0) crosses the real axis
perpendicularly, and, for small §, extends into the complex plane to two complex
zeros of p, namely g5 and ¢j. As argued by Berry and Lim [1], in the natural scale
7(q) = 2 foq p(q)dg and near ¢ = 0, the adiabatic coupling function has the form

k1(q) = ipéQ) (T(q)l—rg — T(q)l_T5 + kr(7(q))), with 75 = 7(gs). In particular, s, has no

singularities for || < |75|, and no singularities of order > 1 for |7| < |75|. As can be
seen from Theorem 3.2, solving the recursions for x, requires taking high derivatives
of k1. By the Darboux principle, the asymptotics are dominated by the complex
singularities closest to the real axis, 75 and 75. Hence, to leading order, we find

(3.5) Fno(a) = 5p(a)(n = D=y — =) -

Using the definition of the Weyl quantization, a direct calculation [3] shows

(3.6) Koo=) (”) () (92r o (@) (—iedy) .

=0

3.2. Approximation of the adiabatic propagators. In order to determine
a closed form approximation for (3.1), it is necessary to approximate the adiabatic
propagators. This is in contrast to the situation in [3] where the model was chosen
such that p is constant, and thus the adiabatic evolutions were trivial in Fourier space.

The first insight is that the operator K, given in (3.6) is sharply localized: K, f
will only be significantly different from zero if either f or some of its derivatives have
some support overlap with r,, ;, which means they must be concentrated near the real
solution of Re (7(q)) = Re (75) that is closest to ¢ = 0. We will refer to this solution
as the transition point. In section 4.1 we will see that relevant values of n are of the
order 1/e; furthermore, for large n we have (1 +22)™™ ~ e~ "*"  and so K, o and its
derivatives are concentrated in a /¢ neighborhood of the transition point. Since the
time scale is chosen such that the semiclassical wave packets (which have width of
order /¢) travel at speed of order one, the dominant transitions come from a time
interval of order /¢ around the transition time, which we define to be the time when
the expected position of the incoming wave packet crosses the transition point.

Let us pick a coordinate system so that that the transition time is s = 0. We
cannot, however, choose the transition point to be at x = 0, since we have already fixed
x = 0 to be the local minimum of p. On the other hand, one of our later calculations
relies on the fact that the transition point is at least in a /€ neighborhood of 0; see
section 3.3. So from now on, we will always assume that the transition point does
indeed have this property. This assumption can be justified by the observation that
for sensible potentials, the real and imaginary parts of the complex zeroes of p are
coupled, and are either both relatively small or both large. However, in the latter
case, transitions tend to be so small that they are physically uninteresting. That said,
it would, of course, be much preferable to be able to treat arbitrary transitions, but
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we cannot do this yet. In what follows, we will always pretend that the transition
point is x = 0, although for the calculation in the next paragraph this is not yet
strictly necessary.

The above considerations allow us to replace the potential in the full adiabatic
dynamics by its first Taylor approximation, as the following formal calculation shows.

_i s I T
We take H := —292/2+ 6+ Az and wish to show that e” =%~ — ¢7 21 is small.
We have
i+ it gt i og+x 1 g4
e—EsH _ e—asH1 — e—asH1 (eaSHl e 6sH _1)

. s
1 + + 1 +
= e e / Or(e= ZSHI o~ isH )dr
0

e ESHi/ eESH (%(Hf—Hi))eféSHidr.
0

We now note that Hi> — H* is quadratic near = 0 and hence the integrand is of
order 1 in a /¢ neighborhood of zero. Hence the left-hand side is bounded by the
length of the integration region /¢ and, to leading order, it suffices to replace (3.1)
by

t A

(3.7) ¥, (t) = —ie"e atH / et s(—e?02/2=5+Ax) Koy o~ t5(=€%07/2+5+Ax) o ds,
—0o0

where we have not altered the s-independent propagator.

We now find it convenient to switch to the Fourier representation by applying the
semiclassical Fourier transform

—~ 1
3.8 c <k —f(%).
(38) Pt = <= [ e @) an = 2 ()
We define K, through K,9° = Kn@[J , and a direct calculation [3] gives

/dnﬁno k—n) (”*’“) fn).

nOf( m

By Fourier transformation of both sides of (3.7), we see that ¢; is given by a double
integral:

—~

Yn (k1)

ie” itH‘(k)/t / Loy = ° ' it o) o
~ - e ¢ ds [ dnezstr (B k— ("*) e esHI () ge :
\/% e R n n+1,0 ( 77) ¢ (77)
where HE (H¥) are the approximate (exact) adiabatic propagators in momentum
space.
By the Avron—Herbst formula, the approximate propagators are given exactly by

omESHT(R) _ (mi2 AsO ok (K2 £26)s—Mks?)
In particular, we have
(39) eésﬁf(k) _ eiAgESS e—Asak 62' (k2 =28)s —Aks 7
o TsHT () _ e—i’\g;’s 5Dy 3= (1P =20)s (5= dns®

Copyright © by STAM. Unauthorized reproduction of this article is prohibited.



Downloaded 10/02/12 to 129.31.218.126. Redistribution subject to SIAM license or copyright; see http://www.siam.org/journals/ojsa.php

2258 VOLKER BETZ AND BENJAMIN D. GODDARD

In order to make use of these expressions we must understand the effects of the shift

operators, where e**% f(k) = f(k+ \s). Using (3.9) in (3.7) we note that, due to the

invariance of the integral under n — 1 — As, we may apply the n shift to the left with
— €

opposite sign. Hence k,, ;o (k—n) is unaffected and (k+n)" ™! — (k+n—2Xs)" 1.
Shifting the remaining propagator in k by —As, the remaining multiplicative parts
of the propagators are given by

exp [5 ([(k — As)> — 20]s + A(k — As)s® — (n° + 26)s + Ans®)].

Simplifying this expression and inserting it into (3.7) gives

—¢€ o) i t .
Yn (o)~ = l;rs e et ® / ds / dn(k+n— 2)\5)"+1/€;+1,0 (k—mn)
(3.10) X ez;ls((kz—nz—‘lé)s (k=m)As®) 7 ).

3.3. Fourier transform of the coupling elements. In order to make use of
(3.10), we require the Fourier transform of ,, ;. Using (3.8) on (3.5) gives

o _ b e*é’ﬂlﬂ n— 1 _ 1
o () = <= [ H1 pta)( 1)![(T(q)_75)n (T(q)_m)n]dq

1 e intt 1 1
= —(n-1)! - dr,
V2me ¢ 27 (n=1) (T — Tg)n (T — T[;)n T

where we have used dr = 2p(q)dg.

It is now that we need the transition point to be at or near ¢ = 0. Provided this
is so, we can use that p has a minimum § at ¢ = 0, and expand ¢(7) = 5 + o(r3).
Note that no second order term is present. As the remainder of the integrand is
concentrated in a 1/ neighborhood around ¢ = 0, we keep only the first order term,
giving

—c n+1 1 1
o (k) F T (0 1)! = — dr.

1 n— 1
We now note that Toay = (-1t =D

= 1 _ 6Ic‘r n—1 1 _ 1
0% g (1 [ [<r—rs) <T—ns>]d7

_ 1 /e 256kran 1 217—0
- V2re ((T — 1)+ 7'02)

Using the identities f=(k) = <= f (&), 87 F (k) = (k)" f(k), f(x — a)(k) = e* f(k),
and the standard Fourier transform

a4 = —alk|
k) = /5e

gives
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where we have used 75 = 7. + i7.. Inserting this formulation into (3.10) gives

—~ £
b (bt = Lt / ds/dn (k+m)(1 — Byt (Koy”

4dme

(3.11) X e 265”’C U1 255(7~C m o2e ((k —n?—46)s—(k—n) s> )(/55(77)

4. Evaluation of the integral.

4.1. The choice of n. Equation (3.11) still depends on the parameter n, the
order of the superadiabatic representation. For choosing n, we attempt to use the same
argument that was employed in [3] in order to obtain universal transition histories.
The idea then and now is that the modulus of the integrand in (3.11) depends on n,
while the phase does not. We will thus try to choose n such that stationary phase and
maximal modulus occur at the same point, making it possible to perform asymptotic
analysis on the integral.

We recall the assumption that 7, is small, and consider the imaginary part of the
exponent. Indeed, we will set . = 0 in what follows. This simplifies the analysis and
does not seem to greatly affect the accuracy of the final result. Differentiating the
phase of (3.11) with respect to s and n gives

(4.1) (k* —n? —46) — 2\(k —n)s = 0,
(4.2) —2ns — As? =0,

Note that if A = 0, then there is only one solution, namely k? — n?> = 46 and s = 0;
this remains a solution if A # 0.

For a simultaneous solution to (4.1) and (4.2) (i.e., stationary phase for both
integrals) we require either s = 0 and k2 — n? — 46 = 0, or As = —27 and 7 the
solution to —5n% + 4kn + k? — 46 = 0. In the second case, for k = O(1), we see that
n and hence s are also of order 1. We have already discussed that we expect the
significant transitions to occur only when s = O(El/ 2), and we therefore expect this
solution to contribute only a negligible amount to the transmitted wave packet. So
from the stationary phase condition, we obtain s = 0 and k? — n? — 46 = 0.

For the modulus, we assume the case of a Gaussian wave packet of the form (2.1).
Differentiating the logarithm of the modulus with respect to n and s and equating to
zero leads to the equations

2
44) 2 —po) — Zn+4n (1) 228 _
' = Po 25” e G+ (k+n—2xs)

Equations (4.1)—(4.4) cannot be solved simultaneously, which shows an interesting
difference of the present case when compared to the nontilted case treated in [2]
and [3]. To make progress, we argue that the choice of the optimal superadiabatic
representation should depend only weakly on the trace A of the potential. Therefore,
we allow X to vary as well as n, 1, and s, and obtain the joint solution s = A = 0, and
n and 7 fulfilling n = = with kg the solution of (2.3). In the future, we will always
use this value of n, denoted ng-

4.2. Rescaling. Recall that the wave packet moves a distance of order 1 in time
of order 1, and, for a semiclassical wave packet, is of width of order £'/2. Hence for
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times of order €7 with v < 1/2, in position space, the wave function is localized well
away from the transition region. It follows that there should be little contribution to
the integral outside s € [—€7,&7] for v < 1/2. We thus restrict the s-integral to this
region.

We rewrite (3.11) as - exp(—< k)) g dn f , dsg(k,n, s) with

S0+ log(k + 1) + (n + 1) log (1 — 22) — Ze |k —

iz (k —n) + 2_15 [(kQ —n? —46)s — Ak — T])SZH(EE(T])-

g(n,k,s) =exp [n log(

We now note that, in order for the phase of the integrand to be stationary in s, we
expect § ~ n* = £vk2 — 4. For a semiclassical wave packet which has sufficient
momentum to move past the avoided crossing, the choice of sign will correspond to
the sign of the mean momentum of ¢°. For this choice of n* to make sense, it is clear
that we require k2 —46 > 0, and so introduce the cutoff function X2+ 45. The physical
meaning of this cutoff is clear when one considers 7 to be the incoming momentum
and k the outgoing momentum: Since the potential gap is 29, by energy conservation
we have k?/2 = n?/2 + 2§, and since we require n? > 0 for the wave packet to move
past the crossing, we have k% > 4.

We now set n = 7'/ + n*, where 7 is of order 1 and rescale the s inte-
gral by s = 52, which causes the domain of the 3 integral to be at least of

order 1, and tend to the whole of R as ¢ — 0. Using [, dn ff; dsg(k,n,s) =

-1/
£ [z dn f 172 A5 g(k, €'/% + n*,€/23), and removing the tildes from now on, we
are interested in
(4.5)

g(n£1/2 + ¥, k,al/gs) = exp [n log ( %) +log(k +n* + 7781/2)

1/2 . *
+Hn+log (1 — 222 ) — 9|k — 0" —ne'?| —iZe(k —n* —ne'/?)

+§[( ,'7 2,'7,'7* 1/2) 1/2 A(k _,'7* —7781/2)828”(;6(81/2774—77*).

We now discuss the evaluation of these two integrals.

4.3. The s integral. Since the wave function g/b\s is independent of s, we now
aim to perform the s-integration explicitly. We now consider the regime where ¢ is
small and k is of order 1. This is necessary as we wish to expand the logarithm term

in powers of s, and require that kﬁfﬁ < 1. This holds since, from the limits

of integration, we see that at worst se'/2

Expanding to second order gives

~ 7" withy >0and n* ~k ~n ~ 1.

_ 22se!/? ~ _ 2Ase!/? _ 2)\%s%¢
(4.6) log (1 k+77*+77€1/2) N T Ane 2 T et tnel B2

In the small-¢ limit, e¥~1/2 — oo, which, combined with the above expansion, reduces
the s-integral to a Gaussian integral of the form

/}Rexp(oés2 + Bs)ds = ’/—g exp (—%) for Re (o) < 0.

Copyright © by STAM. Unauthorized reproduction of this article is prohibited.



Downloaded 10/02/12 to 129.31.218.126. Redistribution subject to SIAM license or copyright; see http://www.siam.org/journals/ojsa.php

BORN-OPPENHEIMER TRANSITIONS 2261
In this case, we have
2(n41)A2 i iel/2
ey — B =)+

o = _—(k+n*+51/277)2 D)

(where Re () < 0) and

_ 2X(n+1)e'/? 151/2 2
B=—Tirierm — I — S0

It therefore remains to calculate the integral over n:
—~e

 XEk2>46 71 = > % 2(n+1)A2 i * iel/2 —1/2
- 4\/>_€ tA~ (k) /dwa(gl/szrn )(% + 2k —n) - ETAn)

X exp [n log (1 — %) + log(k +n* +ne'/?)

- 27;;5 |k -n" = 7751/2| - 1256 (k - = 7751/2)}
2A(n+1)et/2 . iel/2 2
<o | - (- B i - 5

n 2 1/ -1
(- iy - Bl —m) - =520) ]

For a general QASE, we can say little else, and the integral must be computed nu-
merically. However, in the important case where ¢° is a Gaussian, we can derive a
closed-form approximation, which is in excellent agreement with the full dynamics.
The main idea is to approximate the integrand in (3.11) in such a way as to produce
a Gaussian integral. The first hinderance to this comes from the log terms, which we
now consider.

4.4. Expansion of log terms. Along with the expansion in (4.6), we have

* * 1/2 % 1/2 2
log(k +n* 4+ ne'/?) = log(k + 1 ) +log (1+ = *) ~log(k +n") + % - ﬁa
log (1 B 772€+2;7677*51/2) ~ _,725+2Zg7*€1/2 _ ( c +4773 * 3/2 +4772 *2 )

where we have once again used that k,n*,n ~ 1.
In order to produce a Gaussian integral, it is necessary to make a number of
justifiable approximations. Expanding (k + n* + &'/?n)~P, p = 1,2 in (4.6) around

nel/? = 0 and neglecting terms of order larger than ¢ in all three logarithm expansions
reduces them to
2)sel/? ~ _ 2Xsel'/? 2)\sen 22252
log (1 - k+77*s-i€-7761/2) - kisn* + k+n)2 (k+7'73*)€27
* 1/2 2
(4.7) log(k +n* +1e'/?) = log(k + 1) + e — sy
1Og (1 . 7]2641'22(;]*61/2) ~ _n2€+22617*61/2 _ ,'72873;226

Note that all three expansions now contain terms of at most order two in s and 7 and
thus are of the form required for a Gaussian integral.
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4.5. Explicit closed form. One final simplification is necessary to obtain a
Gaussmn integral: Equation (4.5) still contains the third order terms, namely = 17 S
and 251 /2 ns2. But here we recall that the stationary phase argument requlred s =0,
and in the scaled variables also 7 = 0. This allows us to remove the above terms:
Not only are these terms already the highest order in ¢, but since we expect the main
contribution to the integral to come from the region around (s,n) = (0,0), the effects
of these terms is negligible.

Inserting the expansions (4.7) into (4.5), ignoring the third order terms in s and #,
and setting QASE(r]) to be the Gaussian ¢° (1) = exp(—<(n—po)?) gives, for 1 sufficiently
small,

g(k, 7751/2 +n", 51/28) = exp(0¢270772 +a10n+a11ms + ap1s + ao7282),

with the a; ; given in (2.5). Note that the sgn(k) in a1 o is necessary if we wish to
deal with negative momenta: For k > 0, we have k — n* > 0 and hence, for small ¢,
k —n* — /2 > 0. Therefore |k — n* —'/?y| = |k — n*| — £'/?n. However, for k < 0
we have k — n* — /2 < 0 and |k — n* — e¥/?n| = |k — n*| 4+ /9.

Gaussian integration now gives

4.8 dnds g(k,ne'/? + n*,e"/%s
(
R JR

2 2
21 02,000, 1 + 0,207 o — ¥1,000,101,1
exp : :

2
/420002 —af 4

which holds for Re ( 1 doy,2) > 0.

3
af; — 4z 000,2

2) > 0 is satisfied for a

suitable parameter regime. For ease of analysis, We note that ng is approximately
given by 7./(e\/p2 + 46) = O(e~!). Taking ¢ to be small, to leading order we find

2
We now check that the above constraint Re(

*2 *2
— no€ non "€ ~ Tc TeN
(0% = — 5 — —CcC= — — —C
2,0 46 862 46\/})%4’46 852 \/pg+46 ’

— 9nged o gk 97
a1y = —iy" + (k+n )2 o (k+n*)2y/p3+45’

200 2(notDAe o 20h 2722
(k+n*) (k+n)2 R+0")  (ktn*)2y/p2+as

@,2

Note that the real part of —4aq 2 is nonnegative, so we need only check the sign of
4TC2>\2 i 4. \n*

Re(a?,/asg). Using a2, = —n*2 4+ k ives
( 1,1/ 2,0) g 011 n et )i(p3+48) (k+n )2\ /p2 14 g
e (2ha —dnga) > [ btn Gt
az2,0 = (k+n*)4\/pg+46 862c\/pg+46+26'rc+7'6pg

Since 7, > 0, this is clearly positive when pq is sufficiently large. Hence the regime of
interest is € small and pg large. We then have

2 2
e —itd” 1 Q2,000 1 + Q0,207 9 — 01,0000,1011,1
Q/Jn (k,t) ~e ¢ - exp - e
2y/4as o2 — af g 1,1 2,000,2

[ Tc_ * . T *
(4.9) x (" +k)e e —p0)? o~ agclh—n"| o—igge (k=7 ) Yrzsa5,

with the a; ; as given in (2.5).
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We note that setting A = 0 gives ag,1 = ap2 = 0 and o;,1 = in*, and returns the
n-independent form (see [3])
D (e, 0) LR (=207 —p0)® =gz lk—n’| o—iggz (h=n")

2[n*| Xk2>468-

4.6. Asymptotics of «; j. We now show that, under suitable assumptions,
the «; ; given in (2.5) may be somewhat simplified. Note that no = O(e~') and so
s = O(1) and a9 = O(e~/?). However, the two terms which come from the
n-independent prefactor k47 in (3.11) are of lower order than the remaining terms in
the respective o ;, and, hence, for small € may safely be neglected. From the point of
view of exponential asymptotics this is completely natural, one would normally fix the
slowly varying terms (i.e., independent of €, and in this case of n) at the stationary
value of the integrand. For clarity, we now have

*2 x_1/2 2e(n*—
__nge _ mnon*3e _ _non'e c(m*—po) , sgn(k)7e | : 7o
®20="735 ~ "8z G QLo0=—"""55 — ~ Tz T o5z Tl

One additional simplification is possible when pg is large and the wave function
is quickly decaying (i.e., ¢ is also large). In this case the modulus of the integrand is
negligible unless n* is close to pg. For such a range, using ng =~ 7./(1/p3 + 46) shows
that the first three terms in o ¢ above are all negligible. Further, if the potential is
symmetric, 7, = 0 and we may use the approximation a0 = 0. In addition, in this
limit, and with the assumption that A is not too large, we see that the second terms
in each of ay,1 and a2 in (2.5) are negligible. To conclude, for e small, py and ¢
large, and A not too large, we have

Te(20 + 77*2) T, o
g ——————— — ¢, N —=, 1~ —i
2,0 8521 ) 1,0 TN 1,1 n,
2A 120\

Q1R — = N ) Q2R o~
Vek+n*)n (k+n*)

4.7. Additional phase shift. While testing the formula (4.9) against ab-initio
numerics, we found a discrepancy by a phase shift which, in the region where the
wave function has significant magnitude, is constant in k. We believe that this effect
comes from one of the approximations detailed above, but have currently been unable
to determine its exact cause. For many applications this phase shift is unimportant.
Since it is constant in k, all expected values of observables are correctly reproduced
by (4.9) in the case of a single Gaussian wave packet. Where the phase shift begins
to matter is for interference phenomena, and when considering a superposition of
Gaussians (see below) such that their centers are at significantly different locations
in k; then the phase shift will not be constant in k anymore, and we will get wrong
predictions for position expected values.

It is therefore desirable to have a method of removing this effect of the approxi-
mations. We now describe a heuristic method which has proven to be effective for a
wide range of potentials and initial Gaussian wave packets. Consider (4.9) for A # 0
and the wave function normalized by a prefactor /c/(me). Note that if A = 0, the
following argument is invalid. However, setting A = 0 in (4.9) we see that the phase
depends only on 7., which agrees with that of [2] and the corresponding numerics.

We are going to consider the phase of the transmitted wave function in the limit
¢ — 00, i.e., the incoming wave packet approximating a d-function at n = pg. Since the
numerical phase shift is independent of k, we need to choose a value of k at which to
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evaluate this phase. In the classical picture, from energy conservation we see that the
the transmitted wave packet should be approximately a d-function at k = /pg + 49,
and hence we consider this value of k, where the sign of the square root is chosen to
match that of pg.

We are therefore interested in

1;;_6( /—p3 N 45 0) N \/E 1 exp |:0427()Oz(2)’1 + 04072(1%’0 - 04170010)104171}

~~ 5
Ve 2 ay 1 — dag g
2 4042)00[072 —ai; 1,1 2,0¢40,2

—T.

—iT,
S5 lbol | SEEb
x age e 1 20 g5,

where ag = \/p2 + 48 + po and by = \/p3 + 40 — po. We now investigate the phase of
this wave packet when ¢ — oo and note that there are contributions from both the
square root and the exponent.

We write aig 0 = f2,0 — ¢, and, since n* = pg, this is the only term that depends
on c. Consider first the prefactor

N NG _ i
\/40é2,00éo,2 -7, \/4(ﬁ2,0 —c)aga —ai, \/—4040,2 + 1(4B2,000,2 — of )

c— 00 1
%

\/ —404072 .

(4.10)

For the exponent, we have

2 2 2 2
Q2,000 1 + Q207 o — Qv1,0000,1001,1 (B2,0 — 0)04071 + 0,207 o — (1,000,111

af ; — dagpap,2 af | —4(B2,0 — c)ao

2 1 2 2
~—agy + o (B20051 + 20,200 o — @1,000,101,1)

daoa + t(ad | —4B2000,2)
2

«,
4.11 e2ge 01
(4.11) Taos

It remains to determine the phases of (4.10) and (4.11). We write a1,0 = S1.0,
a1,1 = Pr1+iv,1, a0 = Po,, and a2 = Bo2 + 10,2, With 55 5,7:; € R. For (4.10),

we note that —ag,2 = —(8o,2+170,2) =: re'? | where 6 = arctan(gz‘i ), giving the phase
of (4.10) as —3 arctan(gﬁ—:z). Using that 792 = —Abo/2, Bo.2 = —2(no + 1)A\%c/ad, and
agbo = 46, we have —3 arctan(ﬁ).
B34 _ B31(Bo.2—iv0,2) . _
For the (4.11) we have I Bontion) — AT Hence, using that 81 =
2
2(ng + 1)e'/2)\/ay, this phase is given by —m—;ﬁ%, and the total phase by
(no + 1)%eXags 1 ( apd ) Tr
- Zarctan | — —200 ) _ Tt
2(mo + 1)2AZe2 + 252a2 | 2 M T iy T en) T 25

One further adjustment seems to be necessary. One would expect that the phase
is continuous in A, and we know that for A = 0, the phase is —5bo. However, the
limit of the A-dependent terms in above expression is —1/2 arctan(sgn(\) sgn(ag)oo) =
—sgn(A) sgn(pg)m/4, and hence we take the phase shift to be

(no + 1)%2eXagd 1 ; ( apd ) n (\ )z
2o + 1)2A22 + 20%a2 2 O (g 1 1)en/ T SEAPOI

which seems to give very good numerical results for a wide range of all parameters.

(4.12)  o(po) = -
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To summarize, we now have an explicit closed form for the transmitted wave
packet given an initial Gaussian of the form (2.1),

€ _iyfg- 1 0[270043_1 + a072a%.0 — 1,000,101,1
D () e BT o exp [0 ]
2 40[270@0)2 — O‘%,l ar; — 40(2)00[072
Tc * . Tr * . ~
(4.13) X (0" 4 k) e”20e T e 713 () o710 0) 6 (57 a5,

with ¢(po) as given in (4.12) and the oy ; as in (2.5), or, alternatively, with the
simplifications from section 4.6. mng is given as indicated in (2.3). We thus have
finished the justification of the algorithm given in section 2.

4.8. Phase shift for large momentum. For large momentum, we use the
approximations ag = 2py and ng = 7./(epo) and get the phase shift ¢(pg) as ¢(po) =

2\ 4p2s .
_%#ﬁ;‘;pg — 1 arctan( T’:‘))\ ) + sgn(Apo) % Note that if pg — oo, then ¢(pg) — 0.

More concretely, we are interested in the rate at which it goes to zero when we write
po in terms of €. Letting pg = €~ gives

1 T2NS 1 ; (4 _2"‘5)+ 0 )71'
e T2NZelta 1 gg2g1-3a g MO\ T AT ) TSEHARO -

()O%

Hence if o > 1/3, we see that p(e™*) — 0 as ¢ — 0. We note that this value of 1/3
is the same value as that for which we have rigorous bounds on the errors; cf. the
appendix.

From this analysis, it appears that the phase shift is a consequence of taking
momenta that are too small (or equivalently, e that are too large).

5. Non-Gaussian incoming wave functions.

5.1. Extension to Hagedorn wave functions. We note that a general Hage-
dorn wave function [8] in one dimension is a Hermite polynomial multiplied by a
Gaussian. By linearity of the integral, it is sufficient to consider the case 55(77) =
nP exp (—0(77 — po)z/a), p € N. We perform the same rescaling as in section 4.2 and
note that the monomial prefactor becomes (ne'/? 4+ 7*)P = 327_ (f) (net/2)dgpe(p=3),
Using the same arguments as above, we obtain for each j the integral

/ / dnds (e¥/%1)7 exp(ag.on® + a1.0n + a1.1ms + ag1s + ap282).
R Jr

We now note that 97,  exp(ai,0m) = 7’ exp(a,0n) and since differentiation with
respect to a0 commutes with the integral, we have

/ / dnds (sl/zn)j eXp(OZQ’QT]2 + a1 on+ a1ms + ao1s + 00,232)
R JR

2 2
—igi 2m Q2,000,1 + Q0,207 9 — A1,000,101,1
=0}, , - ex PR p—
dag o2 — a7y 11 2,0000,2
2 2
j 2 Q200 1 j Q20 g — (1,0000,1¢1,1
- 2 P2 " danoa Daus o OXP a? | — 4o oo ’
dagp,2 — af 4 1,1 2,0400,2 1,1 2,0000,2
In more generality, we wish to compute 07 f where f = exp(—aa? + ba) =
2 . . . . .
eXp(—%a(Oé - Q—ba)z + %). It is clear that this will be f multiplied by a scaled and
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shifted Hermite polynomial. In fact, we have 9% f = (—v2a)’H;(V2a(or — L)) f,
where H; is the probabilist’s Hermite polynomial of order j (namely chosen such that
the coefficient of the leading order is 1).

_ 2,0 _ @0,101,1 E b _
In our case, we have a = o7, 4o o0 and b = T, —dongaes SIVING 35 =

201901 Hepee (3.11) with ¢¢ (1) = 1P exp (—c(n — po)?/e) is given by

20(0,2

2 2
e _itA (k) Xk2>48 @2,00,1 + Q0,207 9 — 01,000,111,1
Yn (k,t) e = exp 5
] af ;] — 4o 00,2

/ 2
2 4042)00[072 — al’

Cip 2 _ Te . T «
x (n* +k)e_a(’7 —p0)” o= 35 lk—n"| o —igge (k—n")

) ) il
P ipro=i) 0,2
X . ]e —_———
jZ::O (J) ! af  — daz000,2

1/2
20,2 00,1011
X Hj o Q10— —(Fw
041’1 — 40[2700@72 20[072

with the a; ; as given in (2.5).
Using the identity Hy(z+y) =P >>0_ (’;)x’j H;(y), withz = i (ﬁ) 172

= 2
€ a1’1—4a2’004012

_ 2000,2 1/2 ap1a11 .
and y = (m) (04170 = Saos ) gives
— . 9 .
- kot) me st () Xk2>45 Q2,005 1 + Qo207 g — Q1,000,1001,1
wn(a)’ves 2 ox a2, —dao g
24/4az 0002 — af 11 2,000,2

p/2
X (7 + k) e £ o) Bkl oigg (ko) oo (20—0)

2
af; — 4z 00,2
—1/2
| 200,2
2
3 04171 — 40[2’0010’2

1/2
20,2 00,1011
| ajo— —= |-
af ;) — 4o 00,2 200,2

We are interested in the leading order behavior with respect to €. From (2.5)
and using ng = O(e™!) we see that as g, 1,1, 0,2 are all O(1) whilst aq,0 and ag 1

—1/2 20,2 _ _ @oa01,1 —1/2 :
are O(e~1/?). Hence T asgans © O(1) and a0 Saos = O(e~1/#), which,

in particular, shows that the prefactor is O(¢") whilst the argument of the Hermite
polynomial is O(¢~!). Thus, to leading order, only the highest power of the Hermite
polynomial contributes, giving

—~c€ A
U (k,t) me =t

2 2
1 Q2,004 1 1 Q2007 o — QU1,0000,1041,1
exp : :

/ 2
2 4042)00[072 — Oz171

_ L% 2 Tc g% s Tr g %
x (" + k)e e (N7 =p0)” —a5clk=—n"| —iggc(k—n )n*pxk2>45’

3
af; —4az 00,2

which is precisely (4.9) with the Gaussian replaced by n? exp(—c(n — po)?/e).
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We note that the error in this closed form is expected to be of order /. Whilst
this could be improved by taking further terms in the expansion, in the following we
choose to concentrate on the case of a wave packet which has been decomposed into
a linear combination of Gaussians. The main reason for this is the heuristic phase
correction which is discussed in section 4.7. From numerical studies, we see that this
works well only for Gaussian wave packets, and without this correction, the relative
error between the formula and the “exact” numerical wave packet is of the order of
10%, compared to an error of around 2% for a Gaussian wave packet with the phase
correction.

5.2. General wave packets as superpositions of Gaussians. Due to the
strong reliance on the wave packet being a Gaussian in the preceding discussion,
formula (4.9) is not immediately applicable to general wave packets. However, we
propose a simple algorithm which allows use of (4.9) in many cases of chemical interest.

The main idea is that we can decompose such a wave packet into Gaussians.
Whilst for a general semiclassical wave packet this may be very difficult, for systems
of chemical interest we suggest that this is, in fact, relatively straightforward. For
a given two-level system, the potential energy surface around the minimum of the
ground state will be approximately quadratic, and hence the ground state may be
taken to be a Gaussian. When excited to the upper level, it remains Gaussian and
has mean momentum zero. It has been shown by Hagedorn [7] that, under suitable
regularity assumptions on the wave packet, and physically realistic assumptions on
the potential, the wave packet at time t is approximated up to errors of O(El/ 2)
by another Gaussian, whose coefficients can be found by solving a system of ODEs.
Hence, in particular, the wave packet at the crossing point can be taken to be a
Gaussian, which introduces errors of order O(/?). Note that up to this point we are
studying one-level dynamics, and so absolute errors are as good as relative errors.

For a more general wave packet, or to obtain higher-order accuracy, the results
of [7] suggest decomposing the wave packet into Hagedorn wave packets, which, for
sufficiently regular wave packets, allows arbitrary accuracy. In general, if the original
wave packet is formed from a linear combination of the first J Hagedorn wave packets,
the ODEs must be solved for J + 3¢ — 3 Hagedorn wave packets to get an error of
O(£%?). Thus, for nearly Gaussian initial wave packets, one needs very few Hagedorn
wave packets to get very small errors. In order to apply our phase shift, it would be
necessary to decompose these low-order Hagedorn wave packets into Gaussians. As
the Hagedorn wave packets are given in their very specific functional form, this is sig-
nificantly more straightforward than decomposing a general semiclassical wave packet
into Gaussians. This process should be aided by the fact that the mean momentum
of the initial wave packet is zero, and hence we do not need to fit highly oscillatory
phases.

From now on, we assume that we have decomposed the initial wave packet into
Gaussians. We now evolve each Gaussian using Hagedorn dynamics [16] on the upper
level until the mean position of the wave packet coincides with the crossing point
(which we choose without loss of generality to be at x = 0). We then transform into
Fourier space (which can be done analytically), giving a wave packet of the form

(5.1) ZA exp (— &opl ’“) ) exp (i%2),

where in position space x; is the offset from the crossing point.
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We now need to deal with the fact that the Gaussians reach the crossing point
at different times. We first note that, for small £, this should be a small effect for
semiclassical wave packets: Since the wave packet is localized in a 1/ neighborhood
of zero in position space, we have z; = O(y/€). As discussed in section 3.2, on a
V€ neighborhood of the origin and for times of order /¢, the dynamics are well
approximated by the explicit propagators (3.9). Since the wave packets move with
the speed of order one, this is still the region of interest and we may simply insert the
complex Gaussian into (3.11).

Applying the rescaling as described in section 4.2 gives an extra term in the
exponent in (4.5) of the form iz;(n* + €!/2n)/s. The n* term combines with the
Gaussian term in * to give the wave packet evaluated at n* as before. The remaining
term provides a contribution of the form iz;/e'/2 to a1 in (2.5).

It is now easy to see that in the small £ limit this term is negligible. Since
xzj = O(y/€) we see that the new term in «; ¢ is order one. In contrast, the dominant
terms in aj, are of order £=1/2 and one may apply (4.9) directly to the complex
Gaussian.

We note that for the values of € under consideration in the numerics, ignoring this
correction increases the relative error by the order of 0.1%, which is quite significant
given the high accuracy of the final formula. In the implementation of the non-
Gaussian wave packet below, we therefore included the additional term ix;/ e'/2 in
the expression for ap ;.

The above analysis suggests a simple and efficient algorithm for calculating the
form of the transmitted wave packet, even if not of Gaussian form, given an initial
wave packet ©_ ., located well away from the transition point in position space.

1. Decompose the initial wave packet into a linear combination of Gaussians, as
described above.

2. Evolve the initial wave packet on the upper BO level using Hagedorn dynamics
until its center of mass reaches the transition point. This can either be pre-
determined by finding the point at which the two energy levels are closest,
or, as would be required in higher dimensions, by monitoring the energy gap
at the center of mass over time and determine its minimum.

3. Transform the resulting wave packet into momentum space, giving a linear
combination of complex Gaussians as in (5.1).

4. Apply formula (2.4) to each complex Gaussian in turn and take the corre-
sponding linear combination.

5. Evolve the resulting transmitted wave packet using the BO dynamics on the
lower level, until the center of mass reaches the scattering region.

Assuming that the energy levels become constant in the scattering regime, the
computed wave packet will agree up to small errors with that computed using the full
coupled dynamics.

In practice the formula is more accurate for narrow Gaussians (since this improves
a number of the approximations including the choice of fixed ny and the heuristic phase
shift) and thus it may be worth constraining the variances of the Gaussians. Since
the application of the formula is cheap (simply multiplications in Fourier space over
a region in which the modulus of the wave packet is significant—comparable to one
time step in uncoupled BO dynamics) and steps (2-4) scale linearly with the number
of Gaussians, increasing the number of Gaussians whilst decreasing their variances
would be a reasonable approach to increase accuracy.

It is important to realize that, although this algorithm performs a molecular dy-
namics calculation using Gaussian wave packets, it does not share the obstructions of
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most Gaussian-based methods (see, e.g., [22]). These occur mainly due to the Gaus-
sians being not orthogonal, and the resulting ill-conditioning of various matrices under
time evolution. Since our Gaussians are evolved independently, transmitted at the
crossing point, and resummed on the lower level, we do not encounter such problems.
In higher dimensions, the use of Hagedorn dynamics rather than simple grid-based
methods is almost compulsory, as such naive methods are computationally intractable.

6. Numerics. We now compare the results of formula (2.4) to those of high-
precision fully coupled numerics. For ease of demonstration, we set the transition
point to be at x = 0 and ¢t = 0 and choose to specify the wave packet ¢ as a linear
combination of complex Gaussians in momentum space at the crossing time. This
simplifies the implementation of the above algorithm, as ¢ is already in the required
form. Further, we set ¢ = 1/50, which gives reasonably small transition probabili-
ties, whilst still enabling the “exact” calculations to be performed. Note that, when
transformed to position space, both examples have mean position zero.

To begin both the full numerics and the implementation of the above algorithm,
we evolve ¢ on the upper BO surface to large negative time (i.e., to a position where
the potentials are essentially flat) to give a good approximation ¢_r ~ 9_ .

The full numerics were performed using a symmetric Strang splitting in MATLAB
with initial condition ¢_7, which is run to a time ¢, > 0, where once again the
potentials are essentially flat. In particular, for times ¢t > t,, the lower component
Iy (¢)]] is constant. We then evolve 1 (t.) backwards in time to ¢ = 0 and compare
its Fourier transform to formula (2.4). The calculation was performed on a grid
with 16,384 points in both the position ([—40,40]) and corresponding momentum
([-12.87,12.87]) spaces, with T' = ¢, = 4 and 1,000 time steps. Doubling both the
number of space and time gridpoints produces a wave function which differs from
this computation by around 0.01% in the L? norm, and hence we take the numerical
simulation to be “exact.”

We choose Z = atanh(x) + B22/cosh(x), X = §, and d = Atanh(z). For
these choices, § and A correspond to their earlier use, the ratio a?/d determines the
second derivative of p at the transition point, and 5 primarily affects the asymmetry
of the potential. In particular, 5 = 0 gives 7. = 0. We set a = 0.5, § = —0.4,
0 = 0.5, and A = 1. This leads to the two potential surfaces given in Figure 1, with
75 = —0.16611 4 0.53772i, which can be easily calculated numerically.

The first wave packet we treat is given by the complex Gaussian A exp (—c(p -
p0)?/(2¢)), with po=5, ¢ = 1/(20?%), 0 = /2, and A chosen such that the wave packet
is normalized in L2. The second case we consider is a linear combination of three
complex Gaussians of the form (5.1) where |A4;| = A, j = 1,2,3, which, in turn,
is chosen to normalize the wave packet. The remaining parameters are given, with
c=1/(20%), by

A pj j z;
A 500 1414 —0.0238
A 515 1.664 0.0186
~A 490 0.714 0.0328

Results of the numerical calculations, and comparison with the results obtained
via formula (2.4), are given in Figure 2 for the Gaussian case, and Figure 3 for the
non-Gaussian case. In both cases, the relative error is less than 2% over the full
interval where the transmitted wave function is essentially supported. The transition
probability ||¢)~||? in both cases is of the order 1075 (3.03x 1075 and 3.48 x 10~° for the
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3
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X

F1a. 1. The two adiabatic energy surfaces V4 = xp(x) + d(z) with p(x) = /X2 (z) + Z2(z).
Z = atanh(z) + Bx?/cosh(z), X = 6, d = Atanh(z), with the parameters a = 0.5, § = —0.4,
6 = 0.5, and A = 1. Note that the avoided crossing (minimum of the energy gap) is at x = 0.

Gaussian and non-Gaussian cases, respectively). In addition to these two examples,
we have tested a wide range of parameters for both the potentials and semiclassical
wave functions, and all results are good to within a few percent. They deteriorate only
when ¢ (and thus also ||¢)7]|) becomes too large and we leave the adiabatic regime, or
when pg (and thus also ||t~ ||) gets too small and our many approximations requiring
that pg is suitably large break down. In particular, the relative error is less than a
few percent when the transition probability is in the range 107210715,

Appendix A. Rigorous asymptotic estimates for high incoming mo-
menta. In this section we show rigorously that when p > e~1/3, the off-diagonal
element k" (p, q) of the superadiabatic Hamiltonian is dominated by its highest order
in p, i.e., the term p”mio(q). We will also restrict our attention to the case where
p(q) is constant.

We introduce a family of norms, first used in [5], that will be useful in what
follows. For 7. > 0 and I C R, we define

TaJrk

Al := sup sup |0"f(t)] =——
(A1) 1Al 7m0 btlellgkbgpol f()‘l"(a—i—k)

< oo

for a function f € C* on the real line. We also define

Faro) = {£ € C™(W) : |l g 0my < 0}
When 7. and I are fixed, we will simply write [-[|,,, and Fi. In [4] we prove

I(a+ k)

(A2) sup |9 F(@)] < S fll gy VRO,
+ (I,01,7e)
q€el Tc
(A.3) ||f/||(1,o¢+l7‘rc) < Hf”(l,aﬁc)’
t a—1)|t—-s
wy [ < ma {OD iy,
s (I,a—1,7c) Te
(A.5) 1f9llrat,m) < BB 1 fllirar0 1967

where B(a, 8) = T'(a)T'(8)/T(a + B8) is the Beta function.
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F1a. 2. Top: The absolute value of the transmitted wave packet QZ:S as giwen by (2.4) (solid,

left axis) and the error as compared to the numerical solution ¢*6 computed as described using the
fully coupled dynamics (dashed, right axis). Inset is the initial Gaussian wave packet in momentum
space at the transition time. Bottom: As in the top plot but showing the argument (phase) of the
wave packets.

We will now estimate the n-norm of the /iim. Without further loss of generality
we take p = 1/2.

PROPOSITION A.1. Assume p = 1/2. For an interval I C R, assume 6’ € Fy(I)
and ¢y = d € Fy(I). Let 2, y™, 2z, and w] be defined by the recursion given in
Theorem 3.2. Then we have the following.

(a) 2" € F,(I) for any interval I, and the same holds for the other coefficients.

(b) Assume further that |I| < min{zc/ ||6'[| (1, 7c/ ||0’||?1)}. Then, for every a >

1/2 there exists Co, > 0 such that for all m,n we have

m m I'(n+ am)
||mn ||(I,7’L7Tc) ’ ||yn ||([7n)7—c) < OOLW
and

2Ca P(n-i-am)
lzntler,mrey s w0 e mrey <
(I,n,7c) (In,7c) ”9/”(1) F(n)

Proof. We will proceed inductively. First, consider a,, b, as given in Lemma 3.1.
We claim that a,, and by, are in Fy,, with [lan[(,), [[bnlly) < 107]]1) (R+1)/2. Indeed,
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Fia. 3. As Figure 2 but for the non-Gaussian wave packet described in the text.

let A, = a,, + ib,. Then (3.3) implies A,11 = Al, +1i6’'A,,, and since both a,, and
by, are real valued, we have [[an| ) < [|Anll,) and [|ball,) < [[Anll,). Now using
(A.3) and (A.5) above, we find

2 bl

Now [[Aill1y = 5 10'lqy < o0, and [T, (1 +1/5) = [T}, (G +1)/j = n+ 1, which
proves the claim. Trivially, we also have [cu|(,,) < [[c1]/;). From the recursions in
Theorem 3.2 it now follows that z]* € F,, for all n and m, and also for all other
coefficients. It remains to give bounds on the actual size of the norms. For m = 0,
the bounds claimed in (b) were given in [5, cf. Theorem 2]. Now let us assume that
the claim (b) holds up to m — 2 (remember that for odd m everything is zero), and
up to n. Let us write

Muitl ey < HAnllo (1+ ||e'||<1))<- H(

Jj=1

Lm/2] ,
m 1 /m+1-m+4j m—2j m—2j m—2j
Sy = E W( j )(bJ Ynt1—j — QW15+ CiZni1 )
=1
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Then

,_
S
S

~
[\

=

1 T(m+2-m+j) Tn+1-jrQ)
2T (n+2-mIT(G+1) I'(n+1)

||S:lnH(n+1) <

Jj=1

m—275 m—2j
X (Hij(j) ‘ yn+1;]jH(n+lfj) + HaJH(J) ‘ w"""l;]jH(rrFlfj)
m—2j5
+ ||CjH(j) ZnJrljj (n+1_j))
[m/2] .

4 157+1

LCuco |1+ —— YR
(i) 3 57

'n+2-m+j))I'(n+1—)'(n+14+am—(1+2a)j)
F'n+2-m)I'(n+1)I'(n+1—j) '

Here, co = max{|[|6'||;) /2, [|d'[|1)}. Clearly, the fraction of Gamma functions with

j = 1 is the largest of all, and thus the factor 1/27 allows us to estimate the sum
through twice its first term, giving

gOoéé,(n—l—2—m)F(n—|—ozm—20z)

||S:zn||(n+l) I(n+1) ’

where C does not depend on n or m. The same holds for all the other sums appearing
in Theorem 3.2. Using the recurrence relation there, we have

m

971l oy < Nl
(n+1)

16"l -(n+2—m)(n+am—2
||(n)_|_ n(l) HZ,TH(,Z)—FC'QC(TL m) (77, am OZ)

I'n+1)
I'(n+ am) 'n+am) ~n+2—-—m)'(n+am-—2a)
S C“( T(n) Ty ¢ T(n+ 1) )
B F(n+1+am)< n+2 ~(n—|—2—m)F(n—|—o¢m—20z)>
“ T'(n+1) n—+1+am I'(n+1+am) '

The last term in the bracket above is O((n + am)™2%), and as a > 1/2, it van-
ishes faster than 1/n. The first term in the bracket, on the other hand, is at most
Wfa_l) <1-— 20‘;1, as m > 2. Thus the bracket becomes smaller than one for
large enough n. By choosing C,, so large that the induction hypothesis holds up to
this n, we have shown the induction step for 37 ;. The argument for x}}* is similar

and simpler. As for 2", we have

o 1, m ~(n+2—m)I'(n+ am —2a)
|2 H(n+1) S5 161l 1y 1z |y + CaC I(n+1) ’

and using (A.4), we see that

I C(n49 T .,
2l oy <cl (||9'||<1>|xZL|<n>+C(nJr m)I{n + am a))

A I'(n)
I'(n+ am) ~(n+2—m)I'(n+am—2a)
gcaw<l+c F(n—l—am) )

The last bracket will be bounded by 2 for large enough n, and so the same rea-
soning as above shows the induction step for z]*. The proof for w)" is similar and
simpler. O
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By piecing together intervals as given in Proposition A.1(b), and using (A.2), we
obtain the following.

COROLLARY A.2. For any compact interval I and any « > 1/2, there exists a
constant C' such that

m I'(n+am
sup 27 (g)] < oLt om)

)
qel ng

and the same for z)".

We can now give asymptotic shape of the coupling functions k%% for high mo-
menta. It is clear that choosing p large enough will suffice to counter the growth of
the coefficients as given in Corollary A.2. To obtain precise statements, let us first
note that by choosing

(A.6) n=—,
we obtain
(A7) e"p"al(q) = 2iV2erresin(ny/2) e 5 e Frme e (14 O((ep)/27%)).

This follows directly from the results in [4, 5]. Recall also that under the assumptions
n (n— !

the regime of p for which this is also the leadlng order behavior.
PROPOSITION A.3. Assume p =1/2,0 € Fy, d € Fi, and I C R is compact.

Assume further that p = ¢, with 1/3 < B < 1. Then there exists § > 0 such that
for alln < ;—;, we have

¢’ € Fy and p = 1/2, we have p"2? ~ p" at its maximum. We will now specify

em Z pn—mx;n(q) _ 6npn (7’L - 1)'(9(66)

m=1

Proof. By Corollary A.2 and Stirlings formula, we have

TCTL - n—m m = F(n + am n n + am n+am e—am
p”(n—l)!mzzlp @) < 2 “T(n)pm CZ

m=1 =1

Tc

for any a > 1/2. Clearly, this is largest for the maximal value n = e, SO it suffices

to treat this case. Inserting e = p~/# into n = % gives

__B_
D =T TP 125
Thus
(n+am)"to™ _ (n4am)"tom fom
< B Tc
n"pm n'ﬂ"rﬁm
_ B B
=exp | (n+am)ln(n+am)— (n+ mm 1n(n)—|—m1 51DTC .

Now when 8 > 1/3, we can pick o > 1/2 such that 8/(1 — 8) > «, and the exponent
becomes negative for large enough n, and all m < n. The factor e”®" in the sum
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above then guarantees summability up to m = n without losing more than a constant,
and the proof is finished. O
Together with (A.7), the previous result immediately gives the following.
COROLLARY A.4. We make the same assumptions as in Proposition A.3, and
put n = %. Then

e a* i
(A.8) KOE(p, q) = F2V2em7 sin(my/2) e~ v e T e (1 + O(e%)),

for some § > 0.

This result, even if only derived for the special case p = 1/2, strongly suggests
that for p > £71/3 the asymptotic transitions should be governed by the off-diagonal
elements of the form given in (A.8). We want to reemphasize, however, that ultimately
it is not the asymptotic shape of the coupling functions we are interested in, but
rather the shape of the time-dependent transmitted wave function. To obtain the
latter rigorously, many further error estimates are necessary; these are not easy and
constitute current work in progress. Curiously, the neat form (A.8) does not seem
well suited for this task: Namely, in order to obtain the transmitted wave function,
we will either need to solve the Wigner equation, or translate back into the language
of operators using the Weyl quantization. In both cases, it is inconvenient that (A.8)
contains terms of the form e~%/ (ep) | since these are in none of the usual symbol
classes. There is no theory, and worse, no calculus for dealing with such symbols. This
is why for our numerical approach we chose not to apply optimal truncation until the
very end. Instead we did a Weyl quantization for finite n, solved the corresponding
PDE, and decided in the end how large n should be. It is likely that any rigorous error
estimates on the transmitted wave function would need to use the same strategy.
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