Chapter 14 ®
Simulating Quantum Dynamics in Qe
Classical Nanoscale Environments

Gabriel Hanna and Alessandro Sergi

Abstract In this chapter, we describe a mixed quantum-classical approach for
simulating the dynamics of quantum mechanical phenomena occurring in nanoscale
systems. This approach is based on the quantum-classical Liouville equation
(QCLE), which prescribes the dynamics of a quantum subsystem coupled to a
classical environment. We explain how the QCLE can be solved using a stochastic
surface-hopping algorithm and how expectation values of observables can be
computed. Schemes for reducing the number of trajectories required in these
computations and for ensuring the continuous evolution of the quantum subsystem
states along the trajectories are also outlined. To demonstrate the utility of these
techniques, we describe two recent applications: vibrational energy transfer in
an alpha-helical polypeptide and the field-driven dynamics of a plasmonic meta-
molecule.
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14.1 Introduction

Nanotechnologies have attracted the attention of many over the last several decades
due to their versatility and advanced functionality. Optoelectronics [24, 88], molec-
ular electronics [62] and quantum computing/information [8, 58, 59] are just a
few prominent examples of fields that have benefitted tremendously from nan-
otechnologies. Nowadays, researchers are faced with the challenge of designing
high-performance, efficient and environmentally friendly materials and devices.
This challenge could translate into, for example, constructing devices that are
capable of highly efficient transfer of energy [43, 57], charge [30, 54] or quantum
information [58, 59] in complex nanostructures. To achieve such goals, however,
one must gain a fundamental understanding of the dynamical processes involved
and how these processes are influenced by their nanoscale environments. In this
regard, molecular simulation has proven to be an indispensable tool for probing the
structure and dynamics of nanoscale systems.

When the process under study is of a quantum nature and occurs in a complex,
many-particle system such as a nanomaterial, a fully quantum approach to mod-
elling the dynamics will be computationally intractable. In this case, an approximate
treatment of the dynamics is required to gain insight into the process. Mixed
quantum-classical dynamics methods, which treat a subsystem of interest quantum
mechanically and the particles in its environment (or bath) in a classical-like fashion,
can provide tremendous computational savings over fully quantum methods. For
example, the subsystem could be a key proton/electron in a charge transfer reaction,
a chromophore involved in a vibrational/electronic energy transfer process or an
exciton in a light-harvesting system, while the environment could be a molecule,
solvent or crystal.

The partitioning of a system into different sets of degrees of freedom (DOF)
lies at the heart of the Born—Oppenheimer (BO) approximation, which assumes
a time/energy scale separation between the motions of the nuclei and electrons.
In quantum chemistry, the BO approximation greatly simplifies calculations of
molecular energies and wave functions by enabling one to solve the electronic
Schrodinger equation for a fixed configuration of the nuclei to obtain electronic
energies and wave functions that depend on the nuclear configuration. By repeating
this calculation for a sufficiently large number of nuclear configurations, one can
then construct the potential energy surfaces (PESs) of the electronic subsystem.
These PESs give rise to forces (known as Hellmann-Feynman forces) that act on
the nuclei over the course of their dynamics. When the energy scale separation
between the nuclei and electrons is sufficiently large, the nuclei will evolve subject
to the forces obtained from the PES corresponding to the current state of the
electrons (which will not change because the electrons will not have enough energy
to hop to another PES). This is known as adiabatic dynamics. However, when
their energy scales become comparable, the nuclei can evolve subject to the forces
obtained from another PES (because the electrons may acquire enough energy from
the nuclei to hop to another PES). This breakdown of the BO approximation is
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Fig. 14.1 A schematic
representation of the ground
and excited electronic PESs
of a system. In adiabatic
dynamics, the nuclei evolve
on a single PES. However, in
the vicinity of an avoided
crossing, a nonadiabatic
transition can occur, which
causes the nuclei to evolve on
another PES
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known as nonadiabatic dynamics. It typically occurs in the vicinity of an avoided
crossing or conical intersection between PESs. (See Fig. 14.1 for an illustration of
the aforementioned concepts.)

In general, adiabatic dynamics arises whenever one set of DOF changes slowly
compared to another set, as in the case of nuclei and electrons in the BO
approximation. If one is able to partition a system into a subsystem containing
fast DOF of interest and an environment containing slow DOF, then the dynamics
of the environmental DOF will be governed by a single PES corresponding to the
state of the subsystem. However, when the time scales of motion of the subsystem
and environmental DOF become comparable, motion on a single PES is no longer
able to accurately capture the dynamics of the slower DOF. Many important
processes in physics, chemistry and biology involve this nonadiabatic dynamics.
Examples include intersystem crossings and internal conversions in photochemistry,
electron transfer reactions in electrochemistry, ion—molecule reactions, reactions at
metal surfaces, photo-induced dynamics of molecules adsorbed to semiconductor
substrates (as in a photovoltaic cell) and photo-induced dynamics in quantum dots.

Due to the importance of nonadiabatic dynamics, a great deal of effort has been
devoted to developing simulation methods over the years that take nonadiabatic
effects into account. In particular, many mixed quantum-classical methods have
been proposed for simulating nonadiabatic dynamics, which essentially differ in
the way they couple the subsystem and bath DOF [1, 3, 25, 27, 33, 35, 39, 41, 48,
50, 61, 70, 74, 76, 81, 84, 85]. The two most widely used methods are mean-field
(or Ehrenfest) and fewest switches surface-hopping (FSSH) dynamics [5-7, 10, 20,
29, 60, 67-69, 71, 75, 77, 86]. Mean-field dynamics is based on the assumption
that the environmental motions are governed by a single effective PES, which is
a weighted average over the adiabatic PESs of the subsystem. On the other hand,
surface-hopping methods evolve the environmental DOF on a single adiabatic PES
at any given time, with instantaneous hops to other PESs at times when the BO
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approximation breaks down. However, mean-field and FSSH dynamics suffer from
several drawbacks. Both methods do not correctly describe the “quantum back-
reaction”, i.e. the effect due to the subsystem-environment coupling, whereby a
change in the environmental DOF modifies the subsystem Hamiltonian, which in
turn modifies the forces governing the motion of the environmental DOF. Mean-
field dynamics is not capable of capturing decoherence, while FSSH can do so
after incorporating some ad hoc corrections [68, 71]. Both methods also struggle
to satisfy detailed balance. Due to the incorrect nature of the energy transfer
between the subsystem and environment, it is possible for the subsystem to approach
unrealistically high temperatures in mean-field dynamics [55]; in such cases, one
can employ quantum correction factors that modify the dynamics in such a way that
detailed balance is enforced [4]. In FSSH, it is possible to satisfy detailed balance
in certain limits if the so-called frustrated hops are allowed [64].

In this chapter, we focus on a mixed quantum-classical dynamics approach that
is based on the quantum-classical Liouville equation (QCLE) [2, 22, 33, 89], which
can be derived from the quantum Liouville equation by first taking its partial Wigner
transform [87] over the bath DOF (leading to a description of the subsystem and
bath DOF in terms of operators and phase space variables, respectively) and then
truncating the resulting equation after first order in /. The QCLE constitutes an ideal
starting point [31, 32] for deriving mixed quantum-classical dynamics algorithms
because (i) it can be rigorously derived from the more fundamental quantum
Liouville equation based on a well-defined and physically reasonable approxi-
mation, and (ii) it yields the exact quantum dynamics for quantum subsystems
that are bilinearly coupled to harmonic environments [45], which are frequently
used models in chemical and condensed matter physics research. A large number
of QCLE-based algorithms have been developed over the years [16-18, 23, 26—
28, 34, 36, 37, 40, 41, 44, 46, 47, 49, 53, 63, 82, 83]. This chapter will deal with a
particular algorithm known as sequential short-time propagation (SSTP) [23, 47],
due to its favourable compromise between accuracy and ease of implementation.
SSTP is a hybrid molecular dynamics/Monte Carlo algorithm, which relies on the
so-called momentum jump approximation [23, 65] and solves the QCLE in terms of
an ensemble of surface-hopping trajectories. However, a direct application of this
algorithm has proven to be very challenging due to severe numerical instabilities
that arise beyond short times when the subsystem-bath coupling strength is not
very weak. In this case, the statistical weights associated with the Monte Carlo
sampling of the nonadiabatic transitions (and that enter into the calculation of the
observable) grow very rapidly in time, thereby necessitating very large numbers
of trajectories to obtain converged expectation values. Transition filtering schemes
[12, 13, 15, 23, 66, 79, 80], which impede the growth of these weights by filtering
out the low-probability nonadiabatic transitions, have been shown to significantly
alleviate the numerical instabilities. We will discuss one such scheme [12, 13] in
this chapter.

In most mixed quantum-classical surface-hopping approaches (including the
SSTP algorithm), one must evaluate the adiabatic states and nonadiabatic couplings
between them at each time step of the simulation. In most cases, they are evaluated
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numerically, which first entails a numerical diagonalization of the Hamiltonian
matrix. However, the resulting eigenvectors are determined uniquely up to a
sign, which leads to an arbitrariness in the signs of the nonadiabatic coupling
vectors. These signs must be corrected by requiring that the eigenvectors change
continuously from one point to the next along a trajectory in configuration space.
However, the situation is further complicated when one is interested in computing
time-dependent expectation values based on an ensemble of trajectories (which are
typically initialized at different points in the configuration space). In this chapter,
we outline a recently proposed method [14] for ensuring eigenvector sign continuity
across an ensemble of trajectories in surface-hopping simulations.

To illustrate the utility of the aforementioned methods for simulating the
dynamics of mixed quantum-classical systems, we present two applications. The
first one demonstrates how transition filtering can be used to facilitate the calculation
of amide I mode populations in a six-site model of an alpha-helical polypeptide,
after a vibrational excitation at one end of the chain. The second one involves
calculations of populations and coherences in a reduced model of a plasmonic
metamolecule in an external field, using a generalized version of the SSTP algorithm
for simulations of systems with time-dependent Hamiltonians.

The chapter is organized as follows. In Sect. 14.2, we present the QCLE, discuss
how it can be solved via the SSTP algorithm, and explain how expectation values of
observables can be computed. Recently proposed schemes for transition filtering and
eigenvector sign correction are also outlined in this section. In Sect. 14.3, we present
two recent applications of the aforementioned techniques to simulating vibrational
energy transfer in an alpha-helical polypeptide and the field-driven dynamics of a
plasmonic metamolecule. Our summary and future outlook are given in Sect. 14.4.

14.2 Mixed Quantum-Classical Liouville Dynamics

14.2.1 The Quantum-Classical Liouville Equation

We begin by considering a quantum subsystem, whose Hamiltonian operator is Hs,
embedded in a classical environment, whose Hamiltonian function is Hg(Q, P) =
% + V(Q). The coordinates (Q, P) denote the positions and momenta, respec-
tively, of the atoms or molecular fragments (characterized by masses M and
interacting according to the potential energy function V(Q)) in the environment.
The coupling between the quantum subsystem and classical environment is gov-
erned by the operator Hc(Q), which is also a function of the configuration of the
environment. (In this chapter, we do not consider situations where the subsystem
interacts with a magnetic field, such that the coupling Hamiltonian depends only on
the configuration.) Hence, the Hamiltonian of the total system is given by

H(Q, P) = Hs + Hg(Q, P) + Hc(Q) , (14.1)
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Fig. 14.2 A schematic
representation of the total
system and its components.

The Hamiltonian of the total Quantum He(Q) Classical
system is the sum of the subsystem bath
subsystem (Hs), bath (Hg) 2

Y 3 HS HB (Q7 P)

and coupling (Hc)
Hamiltonians

where S, B and C stand for subsystem, bath and coupling, respectively (see Fig. 14.2
for a schematic representation of the total system). The statistical and dynamical
properties of the hybrid quantum-classical system defined by the Hamiltonian in
Eq. (14.1) can be obtained in terms of the system’s time-dependent density matrix
0(Q, P, t), which is also a function of the phase space coordinates (Q, P). The
mixed quantum-classical dynamics of 5(Q, P, t) is governed by the QCLE:

%ﬁ(Q, P.1) = —;i [A.500.P.1)] +% {A. 50, P.0) —% {sc0. P A}
(14.2)

where [, -] and {-, -} denote the commutator and Poisson bracket, respectively. The
QCLE can either be postulated by requiring energy conservation (i.e. the antisym-
metry of the right-hand side guarantees that the time derivative of the Hamiltonian
H (Q, P) is identically zero) or derived from a fully quantum dynamical description
of the total system in the limit that the particles in the environment are much heavier
than those in the subsystem. This derivation first involves a representation of the
heavy coordinates in Wigner phase space, followed by a linearization of the resulting
equation in the smallness parameter 1 = «/m/M, where m is a characteristic
mass of the quantum DOF and M is a characteristic mass of the classical DOF.
By coupling the dynamics of the quantum and classical DOF in this fashion, the
QCLE consistently describes the back-and-forth exchange of energy between the
quantum subsystem and classical environment.

Knowledge of o(Q, P, t) allows one to calculate the average of any observable
property of the system, which is represented in this formalism by a microscopic Her-
mitian operator that depends on the phase space point, i.e. X(Q, P) = x7(Q, P).
Finally, the value of a macroscopic observable at time ¢ is given by

(x®) = Tr’/deP)?(Q, P)p(Q, P, 1), (14.3)

where Tr’ denotes a partial trace over the quantum DOF. It is also possible to
evaluate the average in the Heisenberg picture,
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(x@®) = Tr//dePﬁ(Q, P)x(Q,P.1), (14.4)

where the mixed quantum-classical equation of motion of x(Q, P, t) is given by

i

N R ) B VR ) NS PO N

(14.5)

14.2.2 Representing the QCLE in the Adiabatic Basis

To arrive at a surface-hopping algorithm for solving the QCLE, one must first
represent it in the adiabatic basis defined by the following eigenvalue problem (i.e.
the time-independent Schrédinger equation):

Haa(Q)| 01 (Q)) = x| P4(Q)) , (14.6)

where ﬁad(Q) = I:IS + I-}C(Q) + V(Q) is the so-called adiabatic Hamiltonian
operator, | P, (Q)) is the kth adiabatic basis state, and € is the energy of that state.
In this basis, the QCLE becomes [34]

d . .
EPkk’(Qv P, 1) =— Z5kj5k/j/ (iog + iLiw) pjj(Q, P, 1)
Ji

- Z‘Kkk',jj'pjj/(Q, P,t), (14.7)
ii’

/

where pri (Q, P, t) = (®k|0(Q, P, t)|Py) are the density matrix elements, wyy =
[ex(Q) — € (Q)]/h are the Bohr frequencies, i Ly are the matrix elements of a
classical-like Liouville operator

P RO+ Fe(Q) 3
lka/ = M 3Q + —2 9P s (148)

with Hellmann-Feynman forces Fy = —0€,/00Q, and Kip jj/ are the matrix
elements of a nonadiabatic transition super-operator

1 howyg;
Wkk’,jj’ :Sk’j’ckj(QvP) (1+— /

a
20, »y M@ a_P>

+ iCrssr N 1 d ) . , 49
kj k'] C;:,j,(Q’ P) k] aP

with djj = (Pr|0P;/0 Q) the nonadiabatic coupling vector and cxj = P/M - dy;.
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14.2.3 The Sequential Short-Time Propagation Algorithm

Now, we demonstrate how one can obtain a numerical algorithm for solving
the QCLE in terms of a swarm of stochastic trajectories, where each trajectory
is composed of piecewise deterministic segments interspersed with stochastic
transitions of the quantum subsystem between different adiabatic states.

The sequential short-time propagation (SSTP) solution to Eq.(14.7) for
P (@, P, t) is [47]

N
Pk (Q, P, 1) = Z [1_[ (e_wmj)kj,lk}fl,kjk}]Pka;v(Q, P),
(kik))...(knkly) =1
(14.10)
where the time interval # is divided into N segments and At; = t; —¢;_1. In the limit
that At; is sufficiently small, the propagator for segment j may be approximated by

[Lk~ 1K Atj

—iLAt; ~ LTS
(e /)kj,lk;.il,kjk.’,.N(ij,lk}fl(tj—lat])e /

’
Jj—1

X (8[{]»71[{]»8](}71](} — Atq(kj—lk},l,kjk;-)’ (1411)

o 1k

— 1 At
where (ij_l v 1(tj_l, tj) = e =157 45 the phase factor associated with
g

that segment. To simulate the action of Ky ;i on functions of the momenta, the
momentum-jump approximation (MJA) [23, 65] is invoked, namely,

(1+%@~i)f(P)= 1+hwkj% f(P)
2 ckj OP 3(P'dkj)2

~ ehwk_,a/a(ﬁék_,)zf(P)

= f(P+ AP), (14.12)

where P = P/vM, ékj = C?kj/|6?kj|, ka = dij/~/'M, and the momentum shift,
AP, is given by

AP = Mdy [sgn(ﬁ .ékj)\/(ﬁ )2 + Aeyj — (P -c?k,-)] . (14.13)

(N.B.: dyj/vM = dkTJ.M_l/Z, where T stands for the transpose and M~/ is a
diagonal matrix containing the inverse square root of the masses.) According to

Eq.(14.13), if Aegj < O (i.e. an upward transition from k — j) and (P - di;)? <

‘Aekj | (i.e. there is insufficient kinetic energy from the bath momenta along ﬁkj for
the nonadiabatic transition to occur), then the argument of the square root is negative
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leading to imaginary momentum changes. If this occurs, the nonadiabatic transition
is forbidden, and the trajectory is continued adiabatically. It should be noted that
the approximation made in the second line of Eq. (14.12) relies on |fiwydj; ck_j1 /2|
being small. Also, the total energy of the system is conserved along a trajectory
under the MJA.

The expectation value of x(Q, P, t) is given by

F6=> f dQdP xui(Q, P)pu(Q, P, 1)
kk'
N
- ¥ f 40Py (0. P TT € 22, sy o @ P
(kokg)...(knkjy) j=1 ’
(14.14)

or, in the Heisenberg representation, by

GO) = Y [ 40P (0. .0, P

kk

N
= Y /deP,ok 10 (0, P)[H l“’f)kj Kk jk;.]kak;v(Q, P).
(kok})-..(knK)y) j=1
(14.15)

The SSTP algorithm evaluates Eq.(14.15) via a hybrid molecular dynamics
(MD)/Monte Carlo (MC) approach, whereby the multidimensional sums over
the state indices are evaluated using MC sampling, the initial conditions of
the subsystem and bath are determined from pkékO(Q, P), and xu(Q, P,t) is
propagated in time using MD simulation.

We now detail the steps of the SSTP algorithm for evaluating Eq. (14.15) by
considering the evolution through a single time step (i.e. N = 1):

(xany= Y [ dOdPpy,(Q, PY€ e ki Xk (O P).
(kok) (k1ky)

= Z fdePpk/ko(Q P)Wk ko(to’ t])@

(kokp) (k1ky)

k()k’ At

x (5kok13k(;k; + Aﬂ(koké,klk;> Xty (@ P). (14.16)
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1.

2.

After specifying the initial density matrix, pk(/)ko(Q, P), of the system, sample
the initial conditions from |,ok6k0 (Q, P)| using an appropriate scheme.
Propagate the bath DOF adiabatically on the adiabatic PES corresponding to the
pair of indices (kok()), ie. (ex, + ek(r)) /2, for a time interval At, and calculate the
phase factor ‘W Khko (0, At) for this interval.

. According to Eq. (14.9) for (Kkoké ik, » determine stochastically whether or not a

nonadiabatic transition (kokf)) — (klki) takes place. One way of sampling the
nonadiabatic transitions involves first identifying which of the two terms in the
expression for ‘Kkok(/),k] K, acts (viz. the first term changes the index ko — ki,
while the second changes the index k; — k}). This can be accomplished using
MC by assigning a 50% probability to selecting each term. Once one of these
terms has been selected, the actual transition is MC sampled with a probability

Atldy; - £

=~ & (14.17)
1+ Atldy; - 4|

kj

The probability of remaining in the same adiabatic state (i.e. no nonadiabatic
transition) is therefore

1

_ L (14.18)
1+ Atldyj - £

Qi

satisfying Pr; + Q; = 1. If the transition is accepted, then the momenta are
shifted according to Egs. (14.12) and (14.13), and the value of the observable
becomes

Pa 1
Xk, (A1) =2W, 1 (0, At)dkfvtxkoké(Qm, PA,—i-AP)SD—kj. (14.19)

In the above equation, the factor of 2 is the MC weight associated with the
sampling of the kg — ki or k; — k| term in Kok} k& (Which each occur
with a probability of 50%), and 1/P%; is the MC weight associated with the
sampling of the transition. On the other hand, if the transition is rejected, there is
no momentum shift, and the value of the observable becomes

1
Xiyk| (A1) = Wiy (0, AL Yopr (Q A PAz)Q—kj, (14.20)

where 1/@Qy; is the MC weight associated with no transition.

. Repeat steps 2-3 until time 7 to calculate xy,, K, (0.
. Multiply X, K, (t) by the sign of the density matrix, and average the resulting

value over the initial conditions to obtain (} (7)).
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14.2.4 Transition Filtering

To obtain reliable expectation values beyond short times using the SSTP algorithm,
experience has shown that one requires extremely large ensembles of trajectories.
This is mainly due to the fact that the statistical weights associated with the MC
sampling of the nonadiabatic transitions grow very rapidly in time, making it
extremely difficult to obtain converged expectation values at longer times. More
specifically, each trajectory acquires a statistical weight, ]_[;Vz1 W; (where W;
is the MC weight for time step j), which factors into the expectation value. In
practice, these weights grow exponentially with time [12], thereby requiring an
exponentially growing number of trajectories to converge expectation values at
longer times. To slow down the growth of these weights and thereby reduce the
number of trajectories required for convergence at longer times, observable cutting
[23] and transition filtering [12, 13, 15, 66, 79, 80] schemes have been used, both
separately and together, with varying degrees of success.

In observable cutting, one sets an upper bound on the magnitude of the weight at
each time step of the simulation, thereby ensuring that the magnitude of the weight
never becomes too large. Then, one computes the expectation value subject to this
upper bound. To determine the value of the upper bound that will yield a satisfactory
expectation value, one must repeat the calculation with increasingly larger values
of the upper bound. Using this scheme, however, it is difficult to know if one has
converged to the true result. In other words, if the upper bound is too small, the
result may appear stable but may be inaccurate. Conversely, if the upper bound is
too large, the result may be too noisy to be interpretable.

In contrast, transition filtering reduces the statistical noise by disallowing those
nonadiabatic transitions that would lead to large statistical weights. In this subsec-
tion, we will outline the transition filtering approach proposed and implemented
by Hanna et al. in Refs.[12, 13, 15]. In Refs.[12, 13], the scheme was laid out
and applied to two relatively simple systems (viz. 2 quantum states coupled to
20 classical DOF and 3 quantum states coupled to 1 classical DOF), yielding
substantial reductions in the numbers of trajectories required for convergence and
smoother and more accurate results than those obtained with observable cutting.
In Ref.[15], the scheme was applied to a model containing six quantum and six
classical DOF, in order to investigate the feasibility and efficacy of the scheme for
treating subsystems with larger numbers of states (as the number of trajectories
scales with the number of states in the quantum subsystem). In this case, it was
possible to obtain numerically stable results with more than one order of magnitude
fewer trajectories than the number of trajectories used to generate the results without
any filtering. This application will be discussed in more detail in Sect. 14.3.1.

We now outline the transition filtering scheme. To begin with, we define the
following transition probability for the MC sampling of nonadiabatic transitions
along an SSTP trajectory [12]
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At|A(Q, P)|lw(kap, AEyp)

= , (14.21)
1+ At|A(Q, P)|w(kap, AEqp)
where At is the time step and
1, if|[AE| <
Wikag, AEgg) = § 1 TIAEws] < Ko, (14.22)
B B .
0, otherwise.

As can be seen, this transition probability restricts nonadiabatic transitions between
adiabatic PESs « and B to occur when the magnitude of the energy gap between
the surfaces is sufficiently small, i.e. less than a threshold value «yg. The functional
form of A(Q, P) should be chosen in such a way to minimize the statistical noise in
the expectation value. One form that has been shown to work relatively well is [12]

_ P o' 14.23
A(Q, P) = — - , .
Q. Py =y N (14.23)

where AE(J’Z‘;“ is the smallest energy gap between the o and 8 surfaces. In practice,

AEggn may be extracted from a A E,g histogram, generated by evolving the system
adiabatically on its ground-state PES for a sufficiently long time. By filtering out
nonadiabatic transitions with large A Eg’s according to w and placing A Eyg in the
denominator of A(Q, P), one favours the high-probability transitions and thereby
slows down the temporal growth of the statistical weights.

For an n-state quantum subsystem, one must specify the values of n(n — 1)/2
AEggn’s and kqp’s (because there are n(n — 1)/2 possible o < B nonadiabatic

transitions). The AE;}E“ values may be obtained as explained in the previous
paragraph, while sensible initial trial values for the kqg’s are the mean values
of the AEyg’s. Using the SSTP algorithm, one then computes a time-dependent
expectation value out to some time #, using a reasonably large number of trajectories.
If the result is noisy, one may converge the expectation value according to the
following steps:

1. Reduce the value of «y, (relative to its previous value) to filter the 1 < n
transitions and recompute the expectation value out to time z.

2. If the result is noisy, then further reduce the values of kg to filter the transitions
between states for which |@ — f| = n — 2 (e.g. in the n = 4 case, the 1 <> 3 and
2 < 4 transitions) and recompute the expectation value out to time 7.

3. If n > 3, then repeat the previous step for the transitions with | — 8| = n — k
(wherek =3...n—1).

4. If the result is noisy, repeat steps 1 to 3.
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14.2.5 Eigenvector Sign Correction

In nonadiabatic dynamics methods such as the SSTP algorithm, the adiabatic states
and nonadiabatic couplings between them must be evaluated on-the-fly. Typically,
they are evaluated numerically, which first involves a numerical diagonalization of
the Hamiltonian matrix (represented in a convenient basis). The diagonalization
results in eigenvectors that are uniquely determined up to a sign, which leads to
arbitrary signs of the nonadiabatic coupling vectors. The signs may be corrected
by requiring that the eigenvectors change continuously from one time step to
the next. However, when a system is in the vicinity of an avoided crossing or
conical intersection between two PESs, it becomes more complicated to correctly
distinguish between physical and unphysical sign changes in the eigenvectors.
Previously, Errea et al. proposed a procedure for correcting the sign of an electronic
state, which involves tracking the sign of the overlap between the state evaluated at
neighbouring points in a grid of nuclear positions [19]. This procedure also accounts
for situations in which the system is in the vicinity of an avoided crossing or conical
intersections.

The procedure put forward in Ref.[19] focuses on ensuring the continuous
evolution of eigenvectors and nonadiabatic coupling vectors along a single trajectory
in configuration space. However, when computing time-dependent expectation
values based on an ensemble of trajectories (which are typically initialized at
different points in configuration space), one is faced with the issue of how to
ensure eigenvector sign continuity within the ensemble. In Ref. [14], building upon
elements of Errea et al.’s method, Hanna et al. proposed a simple procedure that
accomplishes this within the context of mixed quantum-classical surface-hopping
dynamics simulations. The utility of this procedure was demonstrated by calculating
both adiabatic state populations in a reduced model of a condensed phase proton-
coupled electron transfer reaction and subsystem state populations in an excitonic
model of an alpha-helical chain undergoing vibrational energy transport, using the
SSTP algorithm. More specifically, the results showed that ensuring eigenvector
sign continuity across the ensemble leads to minor (but significant) improvements
in the accuracy of expectation values in some cases and to drastic improvements in
other cases.

We now outline the procedure proposed in Ref.[14]. To properly evaluate the
expression for a time-dependent expectation value in Eq. (14.15), the sign continuity
of the eigenvectors must be preserved across all of the points in the configurational
space (of the classical DOF) visited by an ensemble of trajectories, as opposed to
the points within a single trajectory. This may be accomplished by first sampling
the initial conditions of the classical DOF for the first microcanonical (i.e. NVE)
trajectory from a canonical (i.e. NVT) trajectory, in which the eigenvector signs are
tracked and corrected at each time step according to the following steps:

1. Compute Oyy(t) = (a; O¢la; Qr—ar) (i.e. the overlap of eigenvector o with
eigenvector o of the previous time step) for each «. When the classical
configuration Q;_a; is not close to an avoided crossing or conical intersection
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and the time step is sufficiently small, the eigenvectors are not expected to rotate
by much. In this case, the Oy, ’s will be close to 1 (assuming that the eigenvectors
are normalized). However, if an eigenvector undergoes an arbitrary sign flip, then
the Oy, ’s Wwill be close to -1. In contrast, when Q;_a; is close to an avoided
crossing or conical intersection, the eigenvectors may vary rapidly, leading to
Oye’s that are substantially lower than 1 and possibly even negative. In this
case, if an eigenvector undergoes an arbitrary sign flip, then Oy, could lie in
the interval —§ < Oy < 8, where |§] is substantially lower than 1 (e.g. 0.7 or
lower).
2. Determine the value of m,(«) for all «’s, according to

0 if |Oga(t) — 1] < €
mi(@) = 11 if [Opa () + 1] < € (14.24)

2 otherwise

where € is a threshold parameter (with 0 < € < 1) that depends on the size
of the time step, At, and the details of the PESs. The m;(¢) = 0 and 1 cases
would typically arise when Q;_a; is not in the vicinity of an avoided crossing
or conical intersection and the eigenvector undergoes a physical rotation and
unphysical sign flip, respectively. The m;(«) = 2 case would typically arise
when Q;_a; is in the vicinity of an avoided crossing or conical intersection. In
this case, one must return the system to the end of the previous time step, divide
the current time step in half, and evolve the system with the reduced time step.
This process is repeated until m; (o) becomes either O or 1. A sensible choice of
€ (in combination with a sufficiently small Atr) should yield m,(«) = 0, 1 most
of the time (in order to minimize the number of time steps needed).
3. Correct the signs of all eigenvectors according to

lo; Q1) = (=)™ @|a; Qy), (14.25)

i.e. if m; (o) = 0, then the sign is not changed, and if m;(«) = 1, then the sign is
flipped to ensure the continuous evolution of the eigenvector.

At the end of this NVT dynamics phase, the eigenvectors are stored in memory
(1) to continue the sign tracking and correction during the first NVE trajectory
in the ensemble and (ii) to continue the sign tracking and correction during the
second NVT dynamics phase preceding the second NVE trajectory. This procedure
is repeated for the remaining trajectories in the ensemble (see Fig.14.3 for an
illustration of this procedure). In this way, the basis coefficients in |o; Q) =
Y ¢ (Q)l¢i) (where {|@;)} is a basis set of choice), which may enter explicitly
into the sampling of p,/ (Q, P) and into the dynamics of y,'(Q, P, t), will evolve
continuously throughout the configurational space.

For systems that do not spend a significant amount of time in the vicinity of
an avoided crossing or conical intersection, one can reduce the computational time
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associated with implementing the m;(¢) = 2 case by neglecting it altogether, i.e.
one does not change the sign of the eigenvector (based on the assumption that
any sign change is physical in this region of the configurational space). In such
situations, one must choose the value of € with great care. If € is too large, then one
could erroneously change the eigenvector signs and, in turn, distort the results. We
now discuss a way of choosing appropriate € values for a given system and time step
size (in general, the optimal value of € will depend on these factors). To determine
which value or range of values would be appropriate, it is instructive to first generate
a histogram of the O, values. In Fig. 14.4, we present the histogram of Oy, values
for the proton-coupled electron transfer (PCET) model considered in Ref. [14],
which was calculated based on a sufficiently large ensemble of “sign-uncorrected”
trajectories. As can be seen, the most probable values of Oy, occur in the ranges
—1 < Ogqy < —0.9 and 0.9 < Oy < 1, with the remaining Oy, values having
very low probabilities. Zooming in on the region at low ordinate values (see inset of
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Fig. 14.4), one sees continuous decays starting from Oy, = =1, followed by two
blips centred at Oy &~ 0.5, and a peak centred at Oy = 0 (which is presumably
due to character switches in the eigenstates after a nonadiabatic transition). The
discontinuities at Oy &~ £0.5 are suggestive of the onset of eigenvector rotations
near an avoided crossing or conical intersection and thereby point to an optimal €
value that is slightly less than ~ 0.5.

To validate the accuracy of the expectation values calculated using the stream-
lined version of the eigenvector sign correction procedure, one could repeat the
calculation with a reduced time step and compare the results to those obtained with
the larger time step. (For the system considered in Ref. [14], it was found that the
percentage of the total time that the m,; (o) = 2 case arises for a particular choice
of € decreases by about two orders of magnitude when the time step is decreased
by at least a factor of ten.) If there is no significant change in the results, then the
streamlined method is justified.

Finally, to speed up the generation of the ensemble of trajectories, one can split
up the work onto many computer processors. As a result, however, one can no
longer easily ensure eigenvector sign continuity across the entire ensemble, but
only within the sub-ensemble of trajectories generated on a given processor. In
Ref. [14], the authors confirmed that the final expectation values were not adversely
affected by the parallelization by checking what happens after randomizing the
initial eigenvector signs every n trajectories on each processor. This check revealed
that for the system considered, one must run at least 2400 trajectories per processor
to recover the fully sign-corrected results.

14.3 Applications

14.3.1 Vibrational Energy Transfer in an Alpha-Helical
Polypeptide

We now present an application in which the utility of the previously discussed
transition filtering scheme is demonstrated for simulating vibrational energy transfer
in a six-state model of an alpha-helical polypeptide [15]. In this case, the vibrational
energy transfer is monitored by computing the time-dependent amide I mode
populations, following a vibrational excitation at one end of the polypeptide.

The aforementioned model, portrayed in Fig. 14.5, involves a one-dimensional
chain of hydrogen-bonded (H-bonded) peptide groups, constituting one of the three
peptide chains in an alpha-helical polypeptide. Adopting a mixed quantum-classical
description, the high-frequency amide I modes are treated quantum mechanically,
while the low-frequency H-bond displacement coordinates to which the amide I
modes are coupled are treated classically. The Hamiltonian of this system is given
by

H = Hol0)(0l + Y Hyunltpm) (., (14.26)

m,n
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Fig. 14.5 One-dimensional chain model of H-bonded peptide groups (blue spheres) in an alpha-
helical polypeptide. The position of the mth amide I mode (green rectangles) is denoted by g,
while the longitudinal displacement of the mth unit (blue double-sided arrows) is denoted by Q,,.
Initially, the first amide I mode in the chain is vibrationally excited (as indicated by the red arrow)
with energy E1, and the remainder of the amide I modes are in their ground states with energies
Eo

where |¢n) = | Xm1) [ 1.2 |Xn0) is the mth singly excited state and [0) = [T,,, [ xmo)
is the ground state of a chain of amide I modes. (N.B.: |x;y,0) and |x;,1) denote
the ground and first excited states, respectively, of the mth amide I mode). The
2
ground-state matrix element is given by Hy = T 4 Ey(Q), where T = %; :—]{/[ is the
kinetic energy associated with the motion of the H-bond lattice displacements and

the potential energy has the following form:

w
&(Q) = [Emo (1= 8.1) 5 (Qn = Q1) + wmo(Q)} . (427)

m

The excited state matrix elements are given by

Hyn = (Sm,n [Ho+ Epnt — Eno + w1 (Q) — wino(Q)]
—-J [8m—1,n<¢m|QQO—l|¢m—l>
+ Smn—1(Pnlqndn—11¢n-1)] , (14.28)

where §;, ; is the Kronecker delta function, J is the parameter governing the strength
of the transition dipole moment coupling between neighbouring amide I modes,
W is the force constant governing the motion of the H-bond lattice displacements,
E,1 — Epo is the energy gap between the ground and first excited states of the
mth amide I mode, g,, is the position of the mth amide I mode, and O = {Q,,}
corresponds to the set of H-bond lengths. The term w,,,(Q), which describes the
coupling between the H-bond displacements and the amide I modes, is given by

wm(Q) =1 — Sm,l)g(Qm - Qm—l)(va|q31|Xmu>a (14.29)

where yx is the coupling strength. The values of the various matrix elements of g,
and 6131 are taken from Table 2 in Ref.[73], while the values of the parameters
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En1 — Eno, J, W, x and M are taken from Table 1 in Ref.[73] and are given
by 1660 cm~!,7.8cm™!, 13 N/m, 62 pN and 87 m p,, respectively.

The quantum subsystem of amide I modes and classical environment of H-bond
lattice displacements are uncorrelated initially, which yields the following factorized
initial density matrix:

£ (0) = pg (0) pe (2, P), (14.30)

where p4(0) and p.(Q, P) correspond to the initial densities of the quantum sub-
system and classical environment, respectively. Following a vibrational excitation
of the first amide I mode in the chain, the initial density matrix of the quantum
subsystem, represented in the subsystem basis of singly excited states, is given by

10 --- 0
00 --- 0
0
0

pq(0) = (14.31)

00 ---
The positions and momenta of the classical oscillators are initialized by first treating
them as a collection of uncoupled harmonic oscillators at thermal equilibrium at

300 K, whose equilibrium Wigner distribution p, (Q, P) can be well approximated
by

1 i PJ'2 1 212
pe(Q,P)%E]_[exp [—ﬁ{7+iw Qj”, (14.32)

j=1

where M is the number of oscillators and Z= [d Qd P exp [—g Zi(sz—i—Wz Q?)]

is the partition function. The correct thermal equilibrium distribution at 300 K
(in the absence of any amide I excitation) is then achieved by equilibrating the
coupled harmonic oscillators for 2 ps using the ground-state potential found in
Eq. (14.27) with a Nosé-Hoover thermostat and a time step of 0.25 fs. (In Ref. [21],
the ergodicity of the Nosé-Hoover thermostat was confirmed by comparing the
results to those generated with a Nosé-Hoover chain thermostat.) The initial state
of the quantum oscillators is sampled by first transforming g, (0) to the adiabatic
basis (see details of the transformation and sampling in Appendix A of Ref.[21]).
Following the classical equilibration and sampling of the initial quantum state,
a 50-fs microcanonical SSTP trajectory is generated using a time step of 1fs.
The arbitrary sign flips in the eigenvectors upon numerical diagonalization of the
Hamiltonian matrix are corrected at each time step using the procedure described in
Sect. 14.2.5.

Before presenting the results for the time-dependent populations of the amide I
modes, one must describe how the optimal values of AE g}}“ and kg are determined
(see Sect.14.2.4 for the definitions of these quantities). Because the basis set



14 Simulating Quantum Dynamics in Classical Nanoscale Environments 533

Fig. 14.6 Histogram.s of 0.02
|AEqg| values (in units of
- ‘ 0.016 -
10744 J) for all 15 possible
0.012 |
energy gaps between the
adiabatic states. The mean 0.008 &
value of each histogram is 0.004
denoted by a vertical arrow. 0
Each colour corresponds to
energy gaps with the same |AE1[3|
value of |o — 8| ‘ ‘ ‘ ‘
0.02 1 0016
0.016 | ] 33
. 24 2-6 0.012 3.4 3.6
0012t b5 25 ]
- 0.008
0.008 ]
0.004 4 0.004
0 : 0 .
0 10 20 30 40 50 0 10 20 30 40
|AE g |AE |
0.016 0.01
0.008 |
0.012 36
0.006
0.008 0.004
0.004 0.002 |
0 05705
0 10 20 30 40 0 10 20 30
|AE 45| |AEsg|

contains six singly excited states (one per amide I mode), the number of adiabatic
states involved in the dynamics is n = 6, and, therefore, one has to determine
15 AE(‘Xnin values and 15 kg values. To accomplish this, the system is evolved
adiabatically on its ground-state PES for a sufficiently long time (i.e. to explore the
important regions of the configuration space of the classical DOF), and 15 |A Eqg]|
histograms are generated based on the AE,g values calculated at each time step
(see histograms in Fig. 14.6). The first, second and third columns of Table 14.1
show the AE(’;E“ values corresponding to the smallest A E,g values with a non-zero
probability density in the histograms, the mean values of each |AEyg| histogram
and the optimal «,g values used to generate the results, respectively. It should be
noted that the |o — B| = 1 transitions (whose |A E4g| histograms have substantial
probability densities at lower |A E4g| values) are not filtered in an effort to minimize
the errors introduced by filtering out transitions.

Figure 14.7 shows the time-dependent populations of the amide I modes out to
50 fs, generated using the transition filtering scheme, 10° trajectories and a time step
of 1 fs. Comparing these results to the unfiltered ones [14] generated using 5 x 10'°
trajectories, one sees that it is possible to obtain smoother and comparably accurate
results with more than an order of magnitude fewer trajectories when transition
filtering is used.
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Fig. 14.7 Comparison of the time-dependent populations of the six amide I modes, generated with
the transition filtering scheme (red lines) and without any filter (black lines). (The unfiltered results
are taken from Ref. [14])

14.3.2 Field-Driven Dynamics of a Plasmonic Metamolecule

We next present an application in which the SSTP algorithm is generalized
for simulating the dynamics of a metamolecule subjected to a time-dependent
driving field [78]. In this case, because the Hamiltonian is time-dependent, a time-
dependent basis is used. Metamolecules are important in the field of quantum
plasmonics [9, 11, 72, 90], which studies the interactions of surface plasmons with
quantum emitters (a metamolecule collectively refers to the surface plasmon and
quantum emitter). At the nanometre scale, metamolecules can operate at optical
frequencies [38, 42, 52, 56]. A typical example of such a metamolecule is a quantum
dot coupled to a surface plasmon in a metal nanoparticle [51].

A metamolecule can be modelled by a two-level system, representing the
quantum dot, coupled to a resonant mode, representing the surface plasmon in
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Metamolecule

Quantum Dot

®

Metal Nanoparticle

Fig. 14.8 A schematic illustration of a model metamolecule. The metamolecule is composed
of a quantum dot, represented by a two-level system, coupled to a surface plasmon in a metal
nanoparticle and represented by a quantum harmonic oscillator (with a manifold of equispaced
energy levels)

the metal nanoparticle (see Fig. 14.8 for a schematic illustration) [72]. In addition,
the effect of a time-dependent driving field on the dynamics of the metamolecule
can be considered. In this section, we present a study in which the two-level
system is treated quantum mechanically and the resonant mode and driving field
are treated classically. The time-dependent Hamiltonian of this mixed quantum-
classical system, written in terms of adimensional quantities (whose definitions are
given in the Appendix), is given by

2

H(t) = —562 + % + %wzgz — 06y + gcos(wgt)by,  (14.33)
where €2 is the frequency associated with the two-level system, w is the frequency
associated with the resonant mode, ¢ is a coupling constant, g denotes the
subsystem-field coupling strength, wg is the driving frequency, and 6,/, denote
the Pauli matrices. The composite system is initialized in the factorized state
0(Q, P) = psps(Q, P), where the density matrix of the subsystem (i.e. the two-
level quantum dot), expressed in the subsystem basis, is given by

A 00
= 14.34
oS (O 1), (14.34)
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and pp(Q, P), the Wigner distribution function of the bath (i.e. the resonant
harmonic mode), is given by

pB(Q, P) = +
w

2 202
nh(P0f2) o [ 2P0 (72 O]

To simulate the quantum-classical Liouville dynamics of the Hamiltonian in
Eq. (14.33), a generalization of the SSTP algorithm to time-dependent Hamiltonians
is needed. To this end, one can introduce a time-dependent basis in terms of the
eigenstates of fl(Q, ) = I:I(Q, P,t) — P2/2M (defined by ﬁ(Q, Hla; Q,t) =
Ey(Q,t)a; O, t), where |a; Q,t) and E(Q, t) are the oth eigenstate and eigen-
value, respectively). In this basis, the evolution of an observable x takes the form

i [ dr Lt
Yaa (O, PO =T Z(e’ffo ’“’)) Xpp(Q. P.10),  (14.36)
,3/3/ Ol()t/,ﬂﬁ/

where fg is the initial time, 7~ is the time-ordering operator and
iLly (D) = i Low pp () + Ky ppr(0) - (14.37)

In the above equation, the operator K" is responsible for the nonadiabatic transitions
in the subsystem due to the interaction with the external field, and its matrix
elements are given by

gy = (@1B)Swrp + (BIE)ap . (14.38)

where the dot denotes a time derivative. The matrix elements of the operator i L
have a similar form to those implied in Eq. (14.7) and are given by

i Loo ppr (1) = i Loy (D8apdorpr + Keaar pp (1) (14.39)

where ifga,(t) = i@yo (1) + i Ly (1), with the Bohr frequency @gye (Q,1) =
[Eq(Q,t)—Ey(Q, t)]/h and the classical-like Liouville operator iLyy = (P/M)-
(8/00) +(1/2[FL (D) + FG ()1-9/9 P (FE(Q, 1), is the time-dependent Hellman-
Feynman force derived from the adiabatic energy surface E, (Q, t)); the operator K
is responsible for nonadiabatic transitions in the subsystem due to the interaction
with the bath and its matrix elements are given by

Kua ppr (1) = Taus p D80y + T, gy (D0sp (14.40)

where

1 AEep(1)dap(Q, 1) i) . (1441

~ P
Tamrp(®) = 17 - dap(Q.1) <1+2 P00 9P
M «, )
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P =L o (14 L85 D@D 5 ) )
M 2 Lo o)

with AEqp (1) = Eo(Q.1) — Eg(Q. 1) and dog(Q, 1) = (o; Q,110/3Q|B; Q. 1) is
the nonadiabatic coupling vector between the time-dependent states « and .

To arrive at an algorithm for computing xqq’(?), one starts by discretizing the
time to obtain

xaa/a):Zfr{exp [ianL’(rn)“ xppr(to),  (14.43)

ﬂﬂ/ 0[(1/,,3,3/

where ), 1, = t — fo. As in the derivation of the SSTP algorithm [47], one then
assumes very small time steps t, and applies the Dyson identity to obtain

Yaw® = YT [[{ exp[i7a L0 )]

g

x (1 + 1Kot pp + 0Ky ﬂﬁ/) } X (10) - (14.44)

In what follows, it will be assumed that the subsystem-bath coupling is sufficiently
weak that the action of Ky, gg can be disregarded. Thus, if 7, = 7 for every n,
then one obtains

Yo @ = YT [T{ exp[it 28 @] (14 7KL o) Jpp () - (14.45)
o

In practice, Eq.(14.45) can be evaluated using an analogous procedure to that
described in Sect. 14.2.3. At the beginning of each time step, one propagates the
phase space point deterministically using i fga,’ 8 ﬂ,(t). Then, at the end of the step,
one samples stochastically the nonadiabatic transition due to the driving field. This
is done by first sampling with probability 1/2 one of the two terms of K é o Bp' in
Eq. (14.38). The probability of accepting the transition is defined as

Ppy = NP (14.46)
1+ 7|{alB)]
while the probability of rejecting the transition is given by
Q = ! (14.47)
T T i@l '

As described in Sect. 14.2.3, the observable is then multiplied by the appropriate
MC weight, depending on whether or not the transition is accepted. Finally, the
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average value of the observable is calculated according to Eq. (14.15), with the use
of the time-dependent basis as opposed to the time-independent one.

The results of the simulations are now presented and discussed. A time step of
7 = 0.1 and 10’ trajectories were used to obtain all the results. First, the influence
of the driving field on the metamolecule is investigated by varying the subsystem-
field coupling from ¢ = 0.1 to g = 1.5 while keeping the system parameters
fixedat 8 = 12.5,¢c = 0.01, @ = 0.8, ® = 0.5 and wy = 0.05. For this set
of parameter values, the coupling between the quantum dot and resonant mode is
weak, and, therefore, the effect of nonadiabatic transitions (due to this coupling)
on the dynamics is expected to be minor. Figure 14.9 shows the results for the
time-dependent subsystem coherence, (o, (¢)), in the g = 0.1 case. We see that
(ox()) exhibits both high- and low-frequency oscillatory modes, with the values
of (o, (¢)) ranging between —0.5 and 0.5. The fast mode (with angular frequency
~ 0.81) is superimposed on the slow mode (with angular frequency =~ 0.05). The
low frequency corresponds to that of the driving field, while the high frequency
corresponds to that of the tunnel splitting, shifted by a very small amount due to the
weak coupling to the bath and field. As expected, in the case of weak coupling to
the driving field, the tunnel splitting dominates the time evolution of (o, (¢)).

Figure 14.10 shows the results for the time-dependent subsystem coherence,
(ox (1)), in the g = 1.5 case. When strongly coupled to the driving field, the time
evolution of (o, (¢)) displays an irregular pattern, viz. it starts by rapidly oscillating
around (o) = —0.25 between ¢ = 0 and ¢+ ~ 20; it undergoes large oscillations
from ¢t & 20 to t &~ 40 and then switches to oscillating rapidly around (o) = 0.25
until #+ = 80; and finally, it undergoes large oscillations again. Based on these
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results, one can conclude that the quantum dot switches between two different
dynamical regimes, one in which the coherence is positive and the other in which it
is negative. Because of the strong coupling to the driving field, the frequency of the
fast oscillations is & 200% greater than that obtained in the weak subsystem-field
coupling case.

Figure 14.11 shows the time evolution of the subsystem population difference,
(o;(1)), in the strong driving regime. It also exhibits an irregular pattern, with
regions of large and fast oscillations separated by regions of small and slow
oscillations. In the weak driving regime, such a behaviour is not observed, and the
amplitude of the oscillations is much smaller (result not shown). This is simply
a reflection of the fact that a smaller fraction of the trajectories is driven into the
excited state by the driving field in this regime.

Figure 14.12 shows the rate of change of the expectation value of the energy of
the metamolecule for the g = 0.1 and g = 1.5 cases. For g = 1.5, we see that
d(Hp(t))/dt exhibits regions of large and fast oscillations about zero separated by
regions of small and slow oscillations about zero, in the same time intervals where
(ox(t)) and {0, (¢)) do. Instead, for g = 0.1, d(Hy(¢))/dt exhibits much smaller
oscillations about zero.
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14.4 Summary and Future Outlook

Quantum dynamical modelling of nanoscale systems containing large numbers of
DOF is essential for understanding their microscopic and macroscopic properties.
Adiabatic mixed quantum-classical dynamics simulations, which rely on the Born-
Oppenheimer approximation, may be performed when there is a large separation
between the timescales of the quantum subsystem and classical environment.
However, for many chemical and biological processes of interest, this is not
the case, and, as a result, the dynamics is not confined to a single state of
the quantum subsystem. This has prompted the development of mixed quantum-
classical methods for simulating nonadiabatic dynamics.

In this chapter, we discussed a hybrid MD/MC method known as the SSTP
algorithm, which is based on a solution of the QCLE. This method has been
shown to perform quite well on relatively simple model systems, but its extension
to systems containing multiple (i.e. >2) quantum DOF and strong subsystem-
bath coupling has proven to be challenging. This is primarily due to the rapid
growth of MC weights (associated with the stochastic sampling of the nonadiabatic
transitions) in time, which render the expectation values difficult to converge. To
alleviate this problem, observable cutting and transition filtering techniques have
been put forward, which significantly reduce the number of trajectories required for
convergence of the expectation values. In this chapter, we discussed one transition
filtering scheme, which is designed to filter out the low-probability transitions
(which lead to the large MC weights) and thereby slow down the growth of the
weights. This scheme has been shown to yield substantial improvements in accuracy,
as compared to the other schemes, and to generate results with at least one order of
magnitude fewer trajectories than what would be required without the scheme. We
also discussed a simple procedure for ensuring sign continuity/consistency in the
evolution of eigenvectors within an ensemble of surface-hopping trajectories. This is
required because the on-the-fly numerical diagonalization of the Hamiltonian matrix
can yield eigenvectors with arbitrary signs. Without such a scheme, trajectory-based
calculations of expectation values in the adiabatic representation can be adversely
affected.

This chapter also covered two recent applications of the SSTP algorithm.
The first one demonstrated the efficacy of the aforementioned transition filtering
scheme for simulating vibrational energy transfer dynamics in systems with higher
dimensional Hilbert spaces and phase spaces. In particular, the time-dependent
populations of the amide I modes in a model of an alpha-helical polypeptide
(containing six quantum and six classical coordinates) were presented. The results
showed that it is possible to obtain smooth, reliable profiles with more than one
order of magnitude fewer trajectories compared to those obtained without any
filtering. In the second application, we presented a dynamical study of a model
for a plasmonic metamolecule interacting with an oscillatory driving field. In this
case, the Hamiltonian is explicitly time-dependent, and, thus, the SSTP algorithm
had to be generalized to account for this fact. Results showing the effects of the
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driving strength on the population and coherence dynamics of the quantum dot,
as well as on the rate of change of the metamolecule energy, were presented and
discussed. Interestingly, in the strong subsystem-field coupling case, large and
irregular variations in the populations and coherences of the quantum dot were
observed.

The QCLE-based approach to modelling quantum dynamics in classical envi-
ronments has proven to be successful in studying a variety of quantum processes at
the nanoscale. Nevertheless, the currently available algorithms present significant
challenges, necessitating the need for further improvements and developments.
Thus, we hope that this chapter will stimulate research along this direction. In
addition, we are interested in broadening the scope of applications studied by
the methods discussed herein. In particular, we believe that these methods can be
effectively used to study energy and charge transfer dynamics in nanoscale devices.

Appendix

The following adimensional coordinates and parameters were used to express the
metamolecule Hamiltonian in Eq. (14.33):

Q/
Q=—, (14.48)
a)a
P/
a)a
h /
0= /720 (14.50)
Cl)/
w = — (14.51)
a
C/
¢= =, (14.52)
Vi M
/
g = hi/ , (14.53)
a
B =hw,B, (14.54)

where the primed quantities denote coordinates and parameters with dimensions
and M’ is the inertial parameter of the resonant mode (which has been set to unity).
In the above equations, the energy scale fiw, has been introduced. w] is chosen in
such a way that the frequency @ = 0.5 of the resonant mode corresponds to o’ =
8.9 x 102 Hz (which is typical of metal nanoparticles [51]) and a total simulation
time of 5.62 x 10712,
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