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ABSTRACT

This thesis deals with the development and application of computational methods for the efficient and ac-
curate calculation of spectroscopic parameters and non-covalent inter-molecular interactions in condensed-
phase systems from quantum chemical methods. Specifically, electronic current densities and electronic
polarizability effects are computed in the framework of density functional perturbation theory. These phe-
nomena are relevant in the context of vibrational spectroscopy and fragment-based methods for the sim-
ulation of very large systems, respectively. The nuclear velocity perturbation theory of vibrational circu-
lar dichroism is rigorously derived from the framework of the exact factorization of the electron-nuclear
wave function. In the time-dependent picture, this theory is shown to be the lowest order correction to
the Born-Oppenheimer approximation. The first successful implementation within a large-scale electronic
structure program package is reported, efficiently yielding electronic currents densities along molecular dy-
namics trajectories of condensed phase systems, at unprecedented time- and length scales. In the first appli-
cation, the first fully ab-initio calculation of dynamical vibrational circular dichroism in the condensed phase
is demonstrated. The evaluation of magnetic observables in the condensed phase is achieved by means of
an orbital-dependent Wannier gauge. The choice of the gauge for the liquid phase is rigorously analyzed
and discussed. A generalization towards dynamical vibrational optical activity spectra is sketched. Further-
more, the rigorous derivation of the nuclear velocity perturbation theory yields a theoretical framework to
treat weak, non-adiabatic nuclear-electronic couplings via a kinetic coupling of slow and fast degrees of free-
dom. One conceptually outreaching implication is the emergence of a position-dependent mass of nuclei in
molecules, answering the fundamental questions as to how masses move in a molecule. As a second line of
research, first steps towards a density-based modeling of inter-molecular interactions are devised. An explicit
spatial representation of the interacting electronic susceptibility linear response function is employed. The
response function is partitioned into a small, low-dimensional part, relevant for inter-molecular interaction
potentials, and a large remainder accounting for more complex perturbation potentials. This partitioning is
achieved by means of a change of representation, termed the moment expansion, which is further analyzed
from the mathematical and algorithmic perspective. As a first step towards an application in the fragmented
molecular dynamics framework, the explicit molecular geometry dependence of the response function is

calculated.

vii






INTRODUCTION

The context of this work is the development and application of theoretical methods for the modeling of
complex molecular systems and their spectroscopic responses, focusing on the condensed phase at ambient
conditions.

Examples of these systems are e.g. molecules in solution. They are characterized by their lack of long-
range order and dynamically changing conformations. Furthermore, they can exhibit significant electronic
polarization effects due to solvent-solute interactions and weak inter-molecular interactions like hydrogen-
bonding. The accurate description of their molecular dynamics and the consideration of their chemical
environment are central for a sound understanding of their physical and chemical properties and ultimately
their biological function.

Optical spectroscopy is a powerful experimental tool to study these kind of physical properties. It gives
access to molecular arrangements, absolute configuration, dynamics and weak inter-molecular interactions.
Its underlying principle is very general: the system is exposed to a perturbative force and the responses of
its observables are measured. In dielectrics and paramagnets, an external electric or magnetic field induces
an electric polarization or a magnetization. In most cases, these responses are significantly determined by
the change of the electronic structure, even if the frequency of the perturbation matches the one of the
nuclear vibrations. Examples are infrared absorption, Raman scattering or nuclear magnetic resonance spec-
troscopies. In all of these, the accurate description of the electronic response is central. If the perturbations
and the responses are sufficiently small, these effects can be described by linear response perturbation theory.

From a theoretical point of view, weak inter-molecular interactions can be considered as perturbations
to the isolated molecular properties. In this way, the polarizing effect of the chemical environment or even
hydrogen-bonding can be described in a perturbative way, based on a fragmentation of the system into its
molecular constituents. Such a fragmentation can considerably reduce the computational complexity of the
quantum mechanical problem.

Our method of choice to study these kind of eftects is ab-initio molecular dynamics®* (AIMD). In this
method, the molecular systems are described in a semi-classical approach, combining classical nuclei interact-
ing with quantum electrons. This combination gives access to pico- to nano-second simulation times which
are relevant for solvation, hydrogen-bonding and electronic polarization effects. The AIMD allows a dynam-
ical description of complex polarizable molecular systems, applicable to phenomenons such as bond break-
ing and formation and changing chemical environments. Its main advantages for spectroscopic applications
is its capability to provide meaningful sampling of phase space and to naturally include weak-interactions
and anharmonic effects.

In the field of AIMD, the established methodology for the solution of the electronic structure problem is
Kohn-Sham density functional theory (DFT).>* In case of DFT, the perturbative calculation of ground state
response properties is possible using linear density functional perturbation theory* (DFPT). The main
application of DFPT is the calculation of spectroscopic parameters along AIMD in the condensed phase,
but also inter-molecular interaction energies can be obtained in this framework.**”* Important properties
accessible at this level of theory are e.g. electric polarizabilities for Raman scattering intensities®" or nuclear
magnetic resonance (NMR) chemical shifts.*™*

This work extends the application range of DFPT in two closely related yet distinct directions, the efhi-



cient calculation of electronic probability currents, used e.g. for spectroscopy in the condensed phase, and
of electronic polarizability effects for the modeling of weak interactions in the condensed phase. Both as-
pects strive for efficient approximations of the complex fundamental equations employing linear response
perturbation theory.

In the remainder of this introduction, both lines of research are introduced separately. Chapter 1 then
provides a review of the employed electronic structure methods and introduces the notation for the subse-
quent developments and discussions. The results already published are presented in chapter 2. Further not
yet published work is included in chapter 3. Finally, a summary and perspective of further developments are

provided in the conclusion.

ELECTRONIC PROBABILITY CURRENTS FOR VIBRATIONAL CIRCULAR DICHROISM

Our principal application of electronic probability currents is the calculation of response properties of com-
plex chiral systems in the condensed phase. In particular, we focus on the understanding and interpretation
of vibrational optical activity (VOA) spectra in the condensed phase, aiming at applications to molecular
crystals, molecules in solutions and macro molecules. Vibrational spectroscopy is an experimental tool for
the investigation of the structure of chemical compounds, ranging from molecular crystals and solutions
up to biochemical macromolecules such as proteins. It is a complementary approach to techniques such as
X-ray and neutron scattering, electron crystallography and NMR spectroscopy.

In many biological systems, the lack of long-range order, which is required in most of these techniques,
limits their applicability. Complementary to this, VOA is able to probe absolute configuration and sec-
ondary structure of chiral systems without the need of long-range order. VOA has become of major interest
to scientists in academia and industry because virtually all biomolecules contain chiral centers and due to the
general availability of modern accurate measurement instrumentation. Its intrinsic connection to the under-
lying molecular structure makes it one of the most structurally sensitive spectroscopic techniques available.
In particular its applicability to controlling and characterizing molecular chirality has proven to be important
in the pharmaceutical industry.

Despite the increasing popularity of experimental VOA spectroscopy, its theoretical groundings still lag
behind, especially in comparison to the better-understood IRA or NMR counterparts. In particular, this
applies to the treatment of condensed phase systems, for which at present no satisfying first-principles the-
ory has been reported. In this work, we aim for an improved interpretation and theoretical evaluation of
experimental vibrational circular dichroism®™ (VCD) spectra. VCD denotes the difference in absorption of
left and right circularly polarized light in the infrared region of the electromagnetic spectrum. It is closely
related to infrared absorbance intensities (IRA) and provides a very sensitive probe of the environment of
chiral centers.

Experimentally, VCD is typically measured in the liquid phase and provides detailed structural and ab-
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solute configuration information. Recently, it has found increasing popularity for probing chirality

transfer* * and enantioselective synthesis.”** The theoretical description of VCD has a long-standing his-

tory*™®

and its generalization to the liquid phase still is evolving.*>#° An accurate description of vibrational
spectroscopy in the condensed phase is given in the time correlation function (TCF) formalism.**4* This

dynamical approach has been successtully applied to IRA of bulk solutions and solvated molecules, based



on AIMD#™#7 or even more sophisticated methods.** However, even about 20 years after the milestone
work of Silvestrelli,* a fully AIMD-based TCF VCD spectrum has not been reported. First attempts using
partial charges or density-based reconstructed currents show the interest in this direction.*9~

This discrepancy between the IRA and VCD has a deeper physical reason. The advance of AIMD IRA
spectra results from the fact that only adiabatic information of the electronic wave function is needed. Hence
working within the Born-Oppenheimer (BO) approximation® is sufficient. In contrast, VCD requires the
calculation of the magnetic dipole moment and thus requires a non-adiabatic electronic wave function, car-
rying an electronic current density.?»* 5

Thisaspect of VCD has been addressed in the fundamental works by Stephens and Nafie. Their magnetic
field perturbation theory** (MFPT) and nuclear velocity perturbation theory® (NVPT) provide elegant and
efficient ways to obtain the required magnetic dipole moments. They are, however, usually applied in the
double harmonic approximation to isolated systems.

A natural extension of the theoretical description of VCD is the combination of these approaches with
AIMD-based TCF spectra in the condensed phase. This combination provides a general and rigorous exten-
sion of the established methods and is also naturally capable of describing weak inter-molecular interactions,
chirality transfer**7 and conformational changes™* in solution at ambient conditions. In other words, it
is in principle able to describe what experiments actually measure.

The missing link to realize this extension is an efficient scheme to compute the magnetic moments along a
molecular dynamics. The MFPT is not particularly suited for a condensed phase implementation due to the
ill-definition of the position operator under periodic boundary conditions.”” In this work, we develop the
necessary theoretical and computational means for this task by developing, implementing and benchmarking

the NVPT in condensed phase systems.

THE ELECTRONIC SUSCEPTIBILITY FOR INTER-MOLECULAR INTERACTIONS

As mentioned above, perturbation theory can also be used to model weak inter-molecular interactions,
e.g. for the accurate evaluation of inter-molecular electrostatic interactions, which is of great importance in
large scale molecular dynamics simulations. In many cases, a fragmentation approach can be used to increase
the efficiency of such calculations. Common methods employed are based on multipole expansions,**~* den-
sity fitting®%® or perturbation theories.”> 7~ Provided that polarization effects are taken into account, this
involves the calculation of response properties of the fragments, e.g. in the simplest case the dipole-dipole-
polarizability c.

Wave function and density functional theory based perturbation theories are very successful in pro-
viding chemically accurate inter-molecular interaction energies, yielding instructive energy decomposition
schemes.>%7~% However, their power comes at the price of a high computational complexity. In view
of their application to molecular dynamics simulations, the dependence of the involved quantities on the
atomic configuration has to be considered explicitly.

During a molecular dynamics simulation, an orbital-based evaluation of the electronic response corre-
sponds to solving the unperturbed ground state electronic structure of each fragment and configuration and
subsequently a series of self-consistent solutions of the perturbation equations for each pairwise interaction

of the fragments. This is evidently a very costly undertaking, limiting its applicability to comparatively small



system sizes.

Density-based methods provide a considerable reduction of dimensionality.”>”* The long-range regime
of the electrostatic interaction is elegantly described by the (distributed) point multipole approximation,
which drastically simplifies its description.®*=*7»73 In larger molecules, distributed point multipoles have
proven to work even if the single point multipole approximation diverges.”»7# A further generalization,
allowing for polarization effects, is the distributed polarizability method that attributes multipole polariz-
abilities to different sites of the molecules.”s"7* By construction, point multipoles give a poor description of

the short range regime of the interaction.” Strategies to overcome this problem employ a spatial represen-

80, 81 63,82-89

tation of the electronic density via Gaussian charge distributions®>® or Gaussian multipoles.

Our work aims to push this approach to the next level, combining the advantages of a reduced compu-
tational complexity of the evaluation of the response density while keeping the response density in its full
non-local spatial dependence and not only its multipole moments. In analogy to Gaussian multipole mo-
ments®*® (as a generalization of point multipoles), we use the full non-local representation of the electronic
susceptibility, providing a generalization of the multipole-multipole-polarizabilities.”s7% 99

In this work, we aim for a higher usability of the approach without the need of solving the DFPT equa-
tions self-consistently for each (i) novel external perturbation potential and (ii) new molecular conformation.
We develop a very condensed representation of the full response function for inter-molecular interactions
and show that the explicit representation of the full non-local response function on the molecular geometry

can be achieved by means of a Taylor expansion in the nuclear coordinates.



CHAPTER I

ELECTRONIC STRUCTURE METHODS

In this chapter, we present the employed methods and introduce the notation for the subsequent develop-
ments and discussions. It is not meant as a didactic review of these methods but sets the focus on the aspects
relevant for the later developments. We include corresponding references to more comprehensive presen-
tations. In section 1.1, we introduce the basic concepts and notations of the used theories for the modeling
of chemical systems from first principles. The prerequisites for the description of the implementation are
given in section 1.2. An outline of the position operator problem under periodic boundary conditions is
provided in section 1.3. The macroscopic and microscopic foundations of vibrational circular dichroism and
its theoretical descriptions are presented in section 1.4. As a starting point of approximations, we introduce
the framework of the exact factorization of the electron-nuclear wave function in section 1.5. Finally, we deal

with electronic polarization effects and the electronic susceptibility in section 1.6.

I.I  AB-INITIO MOLECULAR DYNAMICS

For the microscopic description of matter, we resort to a first principles description of its constituent molecules.

We start with the non-relativistic Hamiltonian, describing a system of interacting electrons and nuclei®*
H="T,+T.+ Vee(r) + Ve (r, R) + Vi (R) + Viy et (R, 1) + Ve (1, 1), (1.11)

with the nuclear and electronic kinetic energies Tn and Te, the interaction potentials of electron-electron
Vee(r), nuclear-nuclear V,,,, (R) and electron-nuclear V,,,(r, R) interactions and external potentials of nu-
clei V,, ezt (R, t) and electrons V, ¢4(r, ). The symbols r and R are used to collectively indicate the co-
ordinates of N, electrons and N,, nuclei, respectively. The full Hamiltonian enters the time-dependent

Schrodinger equation (TDSE) that governs the time evolution of the full electron-nuclear wave function

U(r,R,t)
ihd, U (r, R, t) = H¥(r,R, ). (L1.2)

The exact solution of eq. (1.1.2) is a formidable task that is only feasible at few degrees of freedom.?”> One
common way to solve it is provided by the Born-Huang expansion,”?* which is outlined in section 1.1.1
along the lines of ref.> We introduce the central concepts of Born-Oppenheimer molecular dynamics in
section 1..2. The approximate solution of the electronic structure problem, employing density functional
theory and its perturbation variant density functional perturbation theory, are reviewed in sections 1.1.3 and
1.1.4. Throughout this work, we assume that the electronic ground state is a non-degenerate singlet, such

that the electron spin is not considered explicitly.

1.I.I BORN-OPPENHEIMER APPROXIMATION AND BORN-HUANG EXPANSION

In ab-initio molecular dynamics* (AIMD), one typically employs a mixed quantum-classical approach, com-

bining a quantum mechanical treatment of the electronic degrees of freedom with a classical treatment of the



nuclei. Underlying this approach is the Born-Oppenheimer® (BO) approximation to the electron-nuclear
problem. It can be recovered via appropriate limits from the exact factorization of the electron-nuclear wave
function (c.p. section 1.5), as shown in sections 2.2 and 3.5. Here, we only wish to introduce the working equa-
tions of the AIMD implementation and follow the conventional route via the Born-Huang expansion®* to
do so.

We start from the full TDSE in eq. (1.1.2), with the total Hamiltonian of eq. (1.1.1), which is partitioned in
the nuclear kinetic energy operator and external potentials on the one side, and the standard BO electronic

Hamiltonian H go on the other side

A

H="T,+Hpo + Vpeat(R, 1) + Vioar(r, 1) (1.13)
HB + Ve ( ) + Men(h R) + Vnn(R) (11.4)

In the Born-Huang expansion, we use the stationary eigenfunctions ¢g ;(r) of the electronic BO Hamilto-

nian in eq. (1.1.4) as a basis to expand the total wave function

I‘ R t ZQOR[ Xl R t) (I.I.S)

with time dependent expansion coefficients x; (R, t). By projection on ¢g (r), this yields a set of coupled

partial differential equations
|:Tn + EBO,k(R)} Xe+ Y Crixi = ithdyxr, (1.1.6)
1
with the BO eigenvalues €50 ,(R) and the non-adiabatic coupling operator

Cu = (eral Tl or)r +Z — BV, |era)e - (—iRV,). (L17)

If all couplings are taken into account in the solution, the problem is solved exactly, i.e. fully non-adiabatic.
Thisis, however, only possible in very small molecular or model systems. The adiabatic solution corresponds
to considering the diagonal terms Cjy, only, i.e. the energies of the eigenstates are modified, but there are no
transitions possible. In the clamped nuclei approximation, also the diagonal coupling terms are neglected

and the electron-nuclear problem is reduced to

7’230 — EBO,k<R) |90R,k> =0 and T’n + GBO,k(ﬁ) Xk = z’h@th. (1.1.8)

The electronic-nuclear coupling then is mediated only via the potential energy surface without any vibronic

effects.

.. GROUND STATE BORN-OPPENHEIMER MOLECULAR DYNAMICS

The classical limit of the nuclei is obtained by rewriting the nuclear wave function in a polar representation,*

with amplitude A, (R, t) and phase Si(R, )

Xk’(Ra t) = Ak’(Ra t)eiSk(RVt)/h' (1'1'9)



Separating the real and imaginary part of the nuclear TDSE (1.1.8) gives rise to two coupled partial differential
equations for the amplitude and phase. The amplitude equation can be written as a continuity equation

in terms of the nuclear probability density p, = |xx|* = A7 and the associated nuclear current density
kv = pV1Sk/M, as

8;: + Z V, i, = 0. (r.1.10)

For the phase, one obtains in the classical limit (2 — 0)

a5, 1 . 1 V7A
=t Z Wy(v,,sk)2 + €pox = lim 1? Z L 4. = (r.1.11)

This equation is isomorphic to the equation of motion in the Hamilton-Jacobi formulation of classical me-

chanics, with a classical Hamiltonian» %4
Hk;(R, P) = T(P) + EBO,k(R)a (I.I.IZ)

expressed in terms of generalized coordinates R = R(¢) and their conjugate canonical momenta P, =

P,(t) = V,Sk. The nuclear equation of motion
MVRV = _VVGBO,k(R) (1'1'13)

then is governed solely by the potential generated by the electronic degrees of freedom at the corresponding
nuclear configuration. The ground state BO molecular dynamics, which is employed in this work, simulta-

neously solves the electronic and nuclear equations
MR, = -V, glRifol{<S0R,o|7:[Bo|90R,o>} and  Hpoler.o) = €0.0(R)|¢r.0)- (11.14)

This requires the solution of the time-independent electronic Schrédinger equation at the given nuclear
configuration. The evaluation of the nuclear gradient of the electronic potential energy surface is, via the

Hellman-Feynman theorem,” 9 the expectation value of the analytical derivative of the Hamiltonian.

1.1.3 DENSITY FUNCTIONAL THEORY

The exact solution of eq. (1.1.14) is still very expensive in systems with more than a few degrees of freedom.
Already calculations of small molecules require an approximate treatment of the electronic structure prob-
lem. The established methodology in the field of AIMD is the use of Kohn-Sham (KS) density functional
theory (DFT).>*779° We will not provide a detailed discussion of this vast field of research but focus on
the relevant aspects for the introduction of density functional perturbation theory. A more comprehensive
presentation can be found in the references already given and in ref.,**® which we follow in this presentation.

For simplicity, we drop the explicit notation of the parametric dependence on the nuclear positions.

HoHENBERG-KOHN THEOREMS

The powerful idea of DFT is to reduce the electronic degrees of freedom of a system by using the electronic

density instead of the electronic wave function. Although this approach dates back already to Fermi and



Wigner,”” modern DFT is based on the two theorems of Hohenberg-Kohn® (HK). They point out that the
whole information of the electronic ground state is contained in its electronic density.

The first HK theorem states that, for a system of interacting particles in an external potential V. (1), this
potential is determined uniquely (up to a constant) by the ground state particle density ng(r). Therefore,
there exists a one-to-one correspondence of the density with the underlying external potential, as schemati-

cally illustrated in fig. 1.1.

Vet (1) HE  ng(r)
Y )
U,(r) = Wy (r)

Figure 1.1: Schematic illustration of the first Hohenberg-Kohn theorem in analogy to ref.}%° The solution of the Schrédinger equation
for the Hamiltonian with an external potential V,; (r) yields the electronic wave functions ¥ (r), among others the ground state one
U (r), from which its electronic density 10 (r) can be determined. The first Hohenberg-Kohn (HK) theorem closes the circle, proving a

one-to-one correspondence of the ground state density to the underlying external potential.

Since the external potential determines H po and in turn all other physical properties, this means that it
is possible to express the full many particle ground state as a unique functional of n.
The second HK theorem states the existence of such a unique functional of the electronic ground state

I01

density for the electronic ground state energy £ [ny]. It further applies the Rayleigh-Ritz'" variational prin-
ciple to show that this functional takes its global minimum for the exact ground state density ng. That s,

for any valid trial density 72, we have
EBO,O = 5[”0] S g[/ﬁ/] = T[ﬁ] + gen [ﬁ] + 5@@ [/ﬁ/], (I.I.IS)

where the functional is split in the kinetic energy functional 7" and the functionals for the energies due to
electron-nuclear &, and electron-electron &, interaction. Even though the electronic density contains all
required information, we do not have an explicit formulation of it. In particular, there exists no good ap-
proximation for the kinetic energy functional of the electronic ground state density. This shortcoming has

been circumvented by Kohn and Sham, as discussed in the following.

KOHN-SHAM DENSITY FUNCTIONAL THEORY

In the Kohn and Sham (KS) ansatz,* one introduces a non-interacting single determinant reference system
of KS orbitals ¢, that yields the same ground state density n as the fully interacting wave function

no(r) £ n(r) = 3 [d,(r) . (1.1.16)

By applying the HK theorems to this system of non-interacting electrons, the exact ground state energy

functional becomes the KS functional

K 1 9 3 1 n(r)
X001 = 2 lool = 5V 60)+ [ Venlr Rpn(e)a =+ [

Een[n]

n(r')d¥’ d¥

r —r'|

+gxc [n] ) (1'1-17)

Ts[{¢0}] Ernl=% [ Vu(r)n(r)ds



with the KS kinetic energy T and the classical Hartree potential Vi and energy functional £x. The last term

&y is the exchange-correlation energy, defined as

gxc[{gbo}] = T[n] - Ts[{¢o}] + gee [TL] - ‘C/'H [n] (1'1'18)

It accounts for exchange effects due to the quantum nature of the electrons and for the error made by omit-
ting correlation in the reference system. With an exact expression of £,.[n], the KS formalism would give
the exact ground state energy. However, only approximate functionals are available at present. Hence we re-
sort to the generalized gradient approximation to the exchange-correlation functional,**** which employs
functional dependences on the density and its gradient.”®

Even though this ansatz introduces a wave function again, it greatly reduces the computational complex-
ity of the mathematical problem. This is due to the fact that the interaction is only due to the density and
not due to the wave function.

By variational minimization of the KS functional with respect to the density n(r), one obtains a KS

Hamiltonian eigenvalue problem

N A 1
(His — €)|po) =0 with Hgg = —§V2 + Ven (£, R) + Vigae[n], (r..19)

introducing the Hartree-exchange-correlation potential Vi, [n] as the functional derivative of the Hartree-

exchange-correlation functional e = Ef + &, with respect to the electronic density.

1.I1.4 DENSITY FUNCTIONAL PERTURBATION THEORY

If an electronic system is exposed to an external perturbation, e.g. due to electro-magnetic fields, the eigen-
functions of the unperturbed Hamiltonian are no longer eigenfunctions of the perturbed Hamiltonian, but
the new eigenfunctions can be calculated using perturbation theory.*® We do not present the conventional
Hamiltonian formulation of perturbation theory of DFT®® but use a more general variational approach.®
This theoretical concept of density functional perturbation theory (DFPT) is based on the variational prin-
ciple applied to a perturbed system. In case of an unperturbed system in its electronic ground state, the
variational principle states that the ground state KS orbitals are those that minimize the KS energy. In pres-
ence of a perturbation, the electronic structure adjusts such that the perturbed energy is again minimized.
This property is used to calculate the perturbed states by a variational approach, which allows to treat per-
turbations that are not representable in a Hamiltonian form.® This review of DFPT is adapted from ref.**”

In presence of a small perturbation, the response of a property X of the system can be obtained to arbi-

trary order by a perturbative expansion around its unperturbed value X (0) according to

> 1 d*X

— kx (k) i k) — -2
X = kz:;) A X with XY = Ik (r.1.20)
Common choices of X are the energy E, the KS orbitals |¢,) or the density n. The perturbation parameter
A is an infinitesimally small auxiliary variable that helps to separate different orders of the response with
respect to the perturbation and does not occur in the final expressions. The presence of the perturbation is

represented by an additional linearized energy term in the total energy functional

E"{o}] = EXF{o}] + AP [{0}], (11.21)



depending on the ensemble of occupied KS orbitals {¢,}. In the variational approach, the total energy
in presence of the perturbation is minimized by varying with respect to the electronic states.? Its explicit

expansion is given as
gtot = EXU{p0 4 Nl + .} = €O + AW £ X2EQ) L O(N3). (1.1.22)

Due to the variational property of the ground state energy, the ground state orbitals minimize the per-
turbed functional. At the extremal point, the linear order energy vanishes due to stationarity. The first
non-vanishing term is thus the second order energy £@. The variation of the electronic states is supple-
mented by additional constraints, in order to maintain orthonormality. A particularly convenient choice
is the orthogonalization of the response orbitals { ¢M} with respect to the occupied unperturbed orbitals

{¢} in the parallel-transport gauge®?

@My =0 Vo,0, (11.23)

Instead of using canonical orbitals 9, we can formulate the second order variation of the energy also in

terms of unitary transformations of these ¢,

£® =3 [ A 000 — (S 1H 0™ )] / drd¥ K (r,')n® (r)n ™M (r')

00’
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o

55pe7"t (Sgpert
5<S0c(>0)| + 5l (o)>’90o >] , (L1.24)

6(5H +E’I‘(‘
on(r)on(r’)

according to eq. (1...19). The functional derivative of the exchange-correlation potentials are usually realized

with the Hartree-exchange-correlation kernel K (r,r") = L and the unperturbed KS Hamiltonian

via a finite-difference scheme,® but in principle can be computed analytically. A variational minimization

under the orthogonality constraints of eq. (1.1.23) yields inhomogeneous Sternheimer equations®™+***

A A ) 6gpert
P (Rt — AT R PAAY) = P [ 0001168 + T
(r1.25)

where P, = 3,1 — |0,) (o] is a projection operator on the empty orbitals. This equation can be solved
self-consistently by linear algebra algorithms as e.g. conjugated-gradient minimization.” It has the advantage
to contain ground state information only, i.e. its solution does not require the knowledge of unoccupied
electronic states. With this result, it is possible to efficiently calculate the response properties of various

perturbations such as nuclear displacements or electric and magnetic fields in the condensed phase.

NUCLEAR DISPLACEMENT AND MAGNETIC FIELD PERTURBATIONS

In this work, we use the nuclear displacement perturbation (NDP) implementation of ref.? Furthermore,
magnetic field perturbations™ (MFP) in the condensed phase are discussed in section 1.4.4. The NDP can

be done with canonical orbitals. Its perturbation functional

ENDP _ T < e

o

07'[1(3

¢(0)> (L.1.26)
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yields Sternheimer equations that on both sides depend on the response orbitals and hence have to be solved

self-consistently
A 1A > / ! un? 87:[
—P(ARy = e)PIOD) = P, [ drnO )@ K16) + S 60)] (11.27)

The response orbitals are written in a compact notation as |¢(®)), where the superscript in parentheses in-
dicates the derivative.

MFDPs in the condensed phase pose additional complications due to the ill-definition of the position op-
erator under periodic boundary conditions (c.p. section 1.3). Implementations of MFPs have been realized in
different ways."**°%"° We review the implementation by Sebastiani et al.,”* which employs the combination
of a plane wave basis and maximally localized Wannier orbitals™"* (MLWOs) w,. This approach uses the

continuous set of gauge transformations™

as the physical gauge of the magnetic field. That s, for the evalu-
ation of the electronic current density j(r’) at position 1/, the gauge origin r( of the electro-magnetic vector
potential A(r) = — % (r—rp) x Bisset tor’. In this gauge, the current density reduces to its paramagnetic

part

e

— S P[P + ) ([P [[wP) — v x [w)] - B (11.28)

!
r) =
() me 2

In this formula, the position operator enters as an absolute position such that it is not well defined under
periodic boundary conditions. Since the MEP linear response orbitals are purely imaginary, the liner density
response vanishes and no self-consistency is required to solve the corresponding Sternheimer equations. We

can therefore introduce a compact Green’s function notation of the response calculation as
5 AL (0) A 5 (0) ©0) 170 !
W) =3 CoyOlw?)  with Coy = — (’HKS(SOO/ EYMOIE/IORING >> , (11.20)

which is only used for compact representation of the formula. Introducing the orbital-dependent position
operator reference frames (c.p. section 1.3) T, eq. (1.1.28) can be rewritten in a computationally practicable

way

S (Bl (0] + 1) x'1B) [Gow (£ = 1) x B) )
—(r'—r,) x CA?OO/f)|w£9)>} B+ Aj(r'), (1.1.30)
with a correction

Aj(r') = —— Z (p|r r'| + |r/><r/|f))éoo’((ro —Ty) X f))\wg))) -B. (r.1.31)

Since only relative positions occur, these expressions are well defined also under periodic boundary condi-
tions. The evaluation of eq. (1.1.30) requires 6 non self-consistent perturbation calculations, whereas eq. (1.1.31)

requires one calculation for each state o or each group of states of sufficient proximity.
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1.2 THE CPMD PROGRAM PACKAGE

The theoretical developments of this work are implemented in the CPMD" program package, in which
a plane wave basis is employed. This choice is particularly well suited for linear response calculations. We
introduce only the concepts and notation necessary for the description of the implementation in section
2.3. In particular, we do not discuss details like the explicit implementation of the exchange correlation
energy, the different choices of norm conserving non-local pseudopotentials or algorithmic subtleties of
high-performance parallel computing. A complete presentation of the implementation and the employed

concepts is given in ref.?

1.2.1 PLANE WAVE BASIS AND SUPER CELL

The unit cell under periodic boundary conditions is described by it’s Bravais lattice vectors h = [a;, az, a3]
yielding the cell volume 0 = det{h}. The reciprocal space vectors G = 27(h’)~!g are given by a set of

integers g = [i, j, k|. All periodic functions f(r) are expanded in plane waves

f(r) = f(r+L) \/— > f(G e, (r2.1)

which allows to express equivalent points in different cells via the direct lattice vectors L. Since the potentials

exhibit the same periodicity as the lattice, the KS orbitals can be written in general Bloch form

do(r, k) = e uy(r, k), (12.2)

with the crystal moment k. The periodic functions u, (r, k) are expanded in plane waves with expansion

coefficients ¢, (G, k)

o(r

al

Z co(G Gl (1.2.3)
G

The reciprocal-space sums are restricted to G vectors with a kinetic energy %]k + G|? < Ees. Real-space
and reciprocal-space are converted via fast Fourier transforms, which allows to efficiently evaluate potential
and kinetic energies as well as position and momentum operator derived expectation values. We work only
in the I'-point approximation, employing large enough unit cells in disordered systems. Therefore we drop

the k dependence in the following.

1.2.2 TOTAL ENERGIES

The total energy of the system is partitioned into kinetic, electro static, local pseudopotential, non-local

pseudopotential and exchange-correlation energy contributions
Eiot = Epin + Ees + Eloe + Fny + Epe. (1-2-4)

The evaluation of the kinetic energy is conveniently done in reciprocal space

Bin = 3% 5 FlGFI6(G)P (:25)
o G
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with the occupation numbers f,, of the occupied KS orbitals. We use Ewald’s method>*° for the evaluation

of the electro static energy of extended systems, introducing smeared nuclear core charges n”(r)

Zy o, -|e-R)/e] 2.

nit(r) = n(r) + > n’(r) with nl(r)=— (Ry)gﬂ' (1.2.6)
This gives the total electro static energy
|ntot 1 Z2
Ees = 27() Z Z TV Do, + Eouri (I~2"7)
G0 V2
mﬂ—R”—H
Eo = erfc ) (1.2.8)
; 2 !R” - R —1j { \/RY2 + RY?

The advantages of the use of a plane wave basis come with the price that the representation of core electrons
is very expensive. In order to further reduce the degrees of freedom and required basis set size, we treat the
chemically more inert core electrons in the frozen core approximation and account for their presence by em-

ploying pseudopotentials.®® We use norm-conserving non-local pseudopotentials in a separable form™™7

V;)Vsp( ) (‘/;l;re( ) + A loc( )) 5([‘ - I'/) + nyl(ra I'/), (1.2.9)

with V/ = %, St [Pion) Whnms (| and the Hartree potential V),

v .(r) of the Gaussian core charges

nY(r) . The local potential AVj,.(r) and the projectors py,, (r) are stored in reciprocal space for each atom

species and are translated to the atomic positions with the structure factor S, (G) = e ¢ R via

L (r) = Zplm(G) Grg, (G)Yin(0, ), (1.2.10)

with polar coordinates G = (G, 0, ¢). The projection on the wave function yields

Fino = Z Pin(G)S,(G)er(G) (.2.11)

and provides simple expressions of the energy contributions of the pseudopotentials
l%=ZZAW S,(G)n*(G) (L2.12)
B = 20: fod2 D0 E o Wimm Eins o- (12.13)

VvV Im€v

We employ generalized gradient corrected exchange correlation functionals. Their energy contribution can

be expressed as

Ere = Q) 25(G)n*(G). (r.2.14)
G
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1.2.3 NUCLEAR GRADIENTS

We need the gradient of the total energy with respect to the nuclear positions for the calculation of forces
during molecular dynamics simulations, structure optimizations or NDP calculations. The corresponding

expressions are

aE1loc

o = —Q}sz AV S, (G)n*(G) (L2.15)
8Enl a‘Fll:n ,0 aF}Zn

_ Z 5303 w” o 216
8R; f —~ lm@,{ Ilm,o Wimm! 3R” + 5’R” lmm Im/ o} (12'1 )
OF. ny G) OFE pur1

— —Q tOt 2.
ORY G%;O 1Go no(G)S,(G) + oRY (r2.17)

where the most complicated term is the derivative of the non-local pseudopotential projectors. The pertur-

bation functional of a NDP of nucleus v in direction « is

8E’loc aEnl 8E€3
Epert{{qbo}} - 8R; + aRZ + aRZé

(1.2.18)

One advantage of the use of a plane wave basis is the independence of the basis on the nuclear positions.
g % P %
There are no Pulay forces™ in the expressions of the nuclear gradient, which greatly simplifies the perturba-

tion calculations.

1.2.4 NON-LOCAL PSEUDOPOTENTIALS AND GAUGE INVARIANCE

The coupling of non-local pseudopotentials to external electro-magnetic fields requires special attention in
order to achieve gauge invariant expressions of the Hamiltonian and eigenvalue spectrum of the system. If
working with magnetic fields, the gauge including projector augmented waves (GIPAW) correction assures
this gauge invariance.”™° An alternative approach is the ICL method,"** which is used in this work.

The GIPAW method bases on the projector augmented wave method,”® which introduces a linear trans-
formation between the Hilbert spaces of the all-electron wave functions and of the pseudo wave functions.
In order to obtain a gauge invariant Hamiltonian and eigenvalue spectrum, the non-local pseudopotentials

have to be corrected

VA = Vo el — i [ AGT -, (12.19)
r'—RY—r

where the integration path goes over the atomic position R” of the pseudopotential.
The ICL method does not rely on the long wavelength limit, which is assumed in the GIPAW method.

At variance with the GIPAW, the integration is along the direct connection of the two points

(| VEA ) = Vi, I")exp{ —ic [ CAR ) dr”}. (12.20)

This choice also guarantees gauge-invariance of the eigenenergies but does not match all-electron and pseudo
eigenenergies.””® In our case, the correction is not due to external electro-magnetic vector potentials but due

to nuclear velocities, as discussed in section 3.4.
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1.2.§ FINITE TEMPERATURE MOLECULAR DYNAMICS

The parameters controlled in experimental measurements usually are the chemical potential, the tempera-
ture and the pressure (pP1T"). However, Hamiltonian mechanics conserves the energy and particle num-
ber, i.e. its statistics follow the microcanonical ensemble (NV E). It is possible to do molecular dynamics
simulations in different ensembles by using extended Lagrangian techniques.®* In these approaches, the
Lagrangian of the system is extended by additional fictitious degrees of freedom that couple to variables of
the original Hamiltonian. In case of the canonical ensemble (NV'T'), the additional degrees of freedom are
coupled to the momenta of the particles. The extended systems no longer follow Hamiltonian dynamics,
but their dynamics yield the proper ensemble averages.

We rely on the fact that the canonical ensemble (NV'T') is a good approximation to the experimental
conditions if the experimentally studied systems are large. This is the case in the liquid or condensed phase,
which we are interested in. To generate AIMD in the canonical ensemble, we employ Nosé-Hover thermo-

stat chains»™24 ™

MR, = —V.,e6(R) — MVSIRI, (r.2.21)
Q?fl = {Z MVRZ —gkpT| — Q?fl& (r.2.22)

né — {Qg_lgg_l _ k:BT] Qe (1—buk) where k=2,... K, (12.23)

which couple additional fictitious degrees of freedom to the momenta of the particles. However, the addi-
tional couplings change the dynamics of the system. This violates the assumptions of linear response theory
(c.p. section A.2), which assumes the system to be in thermal equilibrium and to follow Hamiltonian dy-
namics at the same time.

In order to combine both aspects, we use the representation of the canonical ensemble as a set of mi-
crocanonical ensembles that yields the correct canonical ensemble averages.*>*” Computationally, this is
realized by sampling statistically independent initial conditions from a thermostated molecular dynamics,

which in turn are propagated independently in the microcanonical ensemble.
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1.3 POSITION OPERATOR AND PERIODIC BOUNDARY CONDITIONS

One of the central problems dealt with in this work is the ill-definition of the position operator when periodic
boundary conditions are used. In the Schrédinger representation, the position operator acts on the bound
eigenstates of a finite system simply by multiplication with the real space coordinate.” However, under
periodic boundary conditions, the position operator is ill-defined since its operation on a wave function
ro(r) is no longer periodic and hence not part of the same Hilbert space as (r). The simple application of
the periodic sawtooth position operator yields unphysical results due to the jump of the operator at the cell
boundary.

Directly connected to this problem is the choice of a gauge of the magnetization or magnetic dipole
moment under periodic boundary conditions. Both aspects have been addressed in different ways via the

modern theories of polarization and magnetization, presented in the following. Using the Berry phase™™°

111, 112

position operator, it is possible to define maximally localized Wannier orbitals, which are used in this

work.

1.3.1 MODERN THEORY OF POLARIZATION

The modern theory of (microscopic) polarization”"**7* (MTP) provides a way to express the microscopic
polarization in terms of periodic bulk properties. It starts from the observation that experiments actually do
not measure the polarization itself but the changes in polarization. This means that the total polarization
of a periodic system depends on the choice of the unit cell, whereas the change of polarization does not (as

illustrated in fig. 1.2).

+ =& 4+ = i+ = 4+ =
L d
+ - + - + = + =

Figure 1.2: lllustrations of polarization and polarization changes. In the upper panel, the polarization of the unit cell of this one dimen-

sional chain depends on the choice of the unit cell. A displacement of the charges changes the polarization (lower panel) and the change of

the polarization is the same in both cells.

128

The MTP employs a geometric phase

to calculate the expectation value of a periodic operator that

coincides with the position operator in the limit of large unit cells. This genuine many-body operator has

the form
L 2m
(1) = %Im ln<<p0‘exp{z[/jrj}‘<po> (1.3.1)
and, if evaluated in the I"-point approximation in terms of bulk Bloch orbitals, reads
A~ . Lj j . j L; * 27
() = Jim SImindecS’ with S5, = / (bO(Tj)eXp{ZLjrj }¢o, (r;)dr;. (132)

This position operator is only defined modulo jumps of 27/ L;. In polarization differences, these “polariza-

tion quanta” have to be taken into account.
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1.3.2 MAXIMALLY LOCALIZED WANNIER ORBITALS

The definition of the position operator under periodic boundary conditions can be used to adapt the concept
111, 112

of localized molecular orbitals to the condensed phase.*™ The maximally localized Wannier orbitals

(MLWOs) w, are unitary transformations of Bloch orbitals ¢ that minimize the spread functional S

[wo) = S Usloo) with S =3 ((#), — (£)2) . (133)

We omit unnecessary technical details here and work directly in the I'-point approximation.»®® The mini-
mization of the spread functional is equivalent to maximizing the functional
227 A
_ 2 : _ LTy
Q=D Irjool® with 7500 = (gole 7 |Por). (13.4)
j o

The unitary transformation U = exp[—A] is parametrized as the exponential of an anti-symmetric matrix

A that is obtained via steepest decent optimization in the direction of the gradient

08
oA, 0. (1.3.5)

In insulating systems, the MLWOs decay exponentially.”” If working in a large enough super cell, which

[

T '

0 o KL 2L

Figure 1.3: The position operator is evaluated in a different reference system for each state, i.e. with the corresponding Wannier center

T, asorigin. The jump of the sawtooth position operator occurs in a region where the orbitals are practically zero.

is anyway required in the I'-point approximation, the MLWOs are practically zero in some region of the
unit cell. This property can be used to center the sawtooth position operator under periodic boundary
conditions at the center of charge of the MLWO, the Wannier center r, = > ;7 jo0, such that the jump of
the sawtooth position operator occurs in a region where the orbitals are practically zero (c.p. figure 1.3). This
technique has been applied to the calculation of chemical shifts of the nuclear magnetic resonance shielding
in the condensed phase™* and is used in this work for the calculation of magnetic dipole moments in the

condensed phase.™

1.3.3 MODERN THEORY OF MAGNETIZATION

The ill-definition of the position operator under periodic boundary condition also leads to an ill-definition

of angular momentum and hence the magnetic moment operator. This poses two related, yet distinct prob-

7



lems. First, the operator evaluation itself and secondly the calculation of the total magnetization of the sam-
ple. The first problem of the operator evaluation can be resolved employing a distributed origin gauge, as
described in the preceding section. However, the overall magnetization cannot be straightforwardly defined
with respect to a common origin.

This second issue is addressed by the modern theory of magnetization®*#**# (MTM), which expresses
the total magnetization of an extended sample in terms of properties of the bulk MLWOs. It turns out that

the total magnetization is given by the sum of two contributions

M = _276 [ZZ wi(L L) x ¥|wi(L)) + L x (w;(L)[¥]w;(L))]. (13.6)

The first term is due to local currents (LC) and defined with respect to a common origin in the unit cell 0

Mpc = _TW (wi(0)[(F — 0) x ¥|w;(0)). (13.7)

The second term stems from an itinerary current (IC) that cancels within the bulk but yields a significant

surface current
M;c = ZZL X {(w; (L) |v]|w;(L)). (1.3.8)

The first term can be evaluated in a distributed origin gauge with subsequent translation to the common
origin, wherease the second term has to be recast in terms of inter cell currents. This is achieved by evaluating

the current operator between different MLWOs

(9)io gz = 20m (w;(0)[F|w; (L)) (w; (L) [ H|w; (0)). (13.9)

The total sample is partitioned into a bulk part B and a surface part S and the currents between MLWOs
inside ¢ € B and outside j € S are calculated. Since in the thermodynamic limit, the surface can also be
taken in the bulk, this formalism requires bulk properties only. The final expression of the itinerary current

contribution is

M[c = —72211 X (\/' szL- (I.}.IO)
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1.4 VIBRATIONAL CIRCULAR DICHROISM

Having introduced the necessary theoretical concepts, we turn to the first intended application. Vibrational
circular dichroism (VCD) is a form of optical activity. In the following discussion, we review how VCD
can be described mathematically from a macroscopic perspective, i.e. in terms of macroscopically accessible
quantities like electro-magnetic fields (1.4.1). We then turn to its microscopic origins on the molecular level
(1.4.2), followed by the theory of dynamical VCD spectra (1.4.3) and a review of the current state of the art
of ab-initio calculations of VCD (1.4.4).

1.4.1 MACROSCOPIC PERSPECTIVE

Macroscopically, optical activity refers to the different interaction of chiral substances with electro-magnetic
radiation via circular birefringence (CB) and circular dichroism (CD)."** CB denotes the rotation of the po-
larization of linearly polarized light and CD is the difference in differential absorbance of circularly polarized
light. Both effects are described by different refractive indices for the different handedness of the radiation
and are related to their real part (CB) and imaginary part (CD) respectively. This work focuses on vibra-
tional CD (VCD), i.e. CD in the infrared region of the electro-magnetic spectrum, where the energy matches
the transition energies of vibrational excitations of molecules. Throughout this work we assume that the
strength of the external fields is weak compared to the intra molecular interactions such that the interaction

can be described by the linear response of the system to the applied external fields.

ISoTROPIC CHIRAL MEDIA

In this work, we focus on the infrared radiation-matter interaction of chiral molecules in the gas or liquid
phase, both at ambient conditions. These kind of systems are homogeneous (no spatial dispersion) and
isotropic (no preferential directions). Due to the presence of chiral molecules, the medium is chiral, and
we are interested in the temporal dispersion of the interaction, i.e. how the interaction changes with the
frequency of the electro-magnetic wave. We limit ourselves to dielectric materials but keep track of the mag-
netic terms in the derivation. In other words, we want to describe homogeneous isotropic chiral dielectric-

magnetic media with temporal dispersion.™?

MAXWELL’S EQUATIONS AND CONSTITUTIVE RELATIONS

We start with Maxwell’s equations in absence of free charges and currents (in cgs units)”

V-D=0 VXE:—lafB V-B=0 Vtzla—D, (1.4.1)
c Ot c Ot

with the electric field strength E(r, t), the dielectric displacement D(r, t), the magnetic flux density B(r, ¢),
the magnetic field strength H(r, ¢) and the speed of light c. For brevity, we omit the spatial dependence
of the fields if not explicitly necessary. We have to choose a set of constitutive relations to describe linear
homogeneous isotropic chiral dielectric-magnetic media with temporal dispersion.** The isotropy reduces

the coupling matrices to scalar coefficients. Following the arguments of Silverman,** we choose the sym-
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metrized constitutive relations of Condon™*
P(w) = Xe(w)EW) + Xem(w)H(w) and M(w) = {nm(w)H(w) + Xme(w)E(w). (1.4.2)

Here, X. is the electric susceptibility, X,, the magnetic susceptibility and Xey, and X the magnetoelectric
cross-susceptibilities. We work in the frequency domain (w) to express the convolutions in time domain
as simple products. In the following, complex numbers are denoted by a tilde and the explicit notation
of the frequency dependence is dropped. In contrast to the Drude-Born-Fedorov'# relations, the choice
in eq. (1.4.2) decouples permittivity and permeability from the magnetoelectric cross-susceptibilities. Al-
ternative choices are discussed in the literature.*»™*¢ We can relate the cross-susceptibilities by imposing

Lorentz-reciprocality™” Xem = —Xme> which yields
D=E+47P=¢E+i#H and B=H+47M = H —3E, (1.4.3)
with the permittivity €, permeability /i and chiral index 7 defined as follows:

e = (1+47%.), i = (14 47%0), 5 = 4i%ume. (1.4.4)

CHIRALITY AND SYMMETRIES

In order to see how the introduced X, are related to the chirality of the system, we recall that Maxwell’s

equations (1.4.1) are form-invariant under”
a) proper rotations  b) spatial inversion (SI)r — —r  ¢) time reversal (TR) ¢ — —1.

The involved physical quantities can be characterized by their transformation properties. A polar/axial vec-
tor transforms odd/even under SI. The projection of an axial vector on a polar vector is an example of a
pseudo scalar that also changes sign under SI. Furthermore we have to differentiate between even and odd
functions under TR. An overview of the transformation properties is given in table 6.1 of ref.”?

The constitutive relations in eq. (1.4.2) have to transform consistently as well

P = )ZeE + SéemI:I M = )ZmI:I + )ZmeE- (1.4.5)
Since P and E transform odd under SI and even under TR, it follows that Xe has to transform even under SI
and TR. From similar arguments we see that ,, has to transform even under STand TR. Since H transforms
even under SI and odd under TR, we find X, to behave odd under SI and TR. Similarly we find X, to
transform odd under SI and TR. X¢p, and Xy are hence pseudo scalar quantities. They involve transition
dipole moments of a polar and an axial vector, the electric current dipole and magnetic dipole moment.
For electronic states of a definite parity, it is not possible to simultaneously have non-vanishing transition
moments of a polar and an axial vector. However, if the parity is broken by the chirality, a non-vanishing

contribution arises.”

EIGENMODES OF THE ELECTRO-MAGNETIC FIELDS

With the chosen constitutive relations, we can determine the eigenmodes of the electro-magnetic fields. By

eliminating B and D from eggs. (1.4.1) and (1.4.3), we obtain

v (B ok (B) ma v (B) 2 (%) win k=2 (0L AL (1.4.6)
H — \H H 0 - c \el I
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Diagonalization of 5 yields eigenvalues k, = ?(n £ 7), with the complex refractive index n% = €f. The
fields corresponding to the eigenmodes of the medium satisfy H. = IFZ'%Ei. Since they fulfill Helmholtz’s
equation (V2 + k?)EL = 0, wecan identify them as circularly polarized plane waves with wave vector k.

We choose the propagation direction as €3, with ki = k€3, and obtain the electric field solution that is

given in eq. (1.4.9).

CIRCULAR AND ELLIPTICAL POLARIZATION

A monochromatic electro-magnetic wave propagating in €3-direction, with €; X €3 = €3, can be described

by73
E(r,t) = Fi(r,t)e; + Ea(r,t)es. (1.4.7)

Right (—) and left (+) elliptical polarization is given at a phase-difference of 7. The convention of right
circular polarization is that, when the radiation is viewed propagating toward an observer, the polarization

vector rotates clockwise.”>43

Circular polarization is obtained at the special case of equal amplitudes. To in-
troduce optical activity, we use a complex index of refraction that differs for left and right circularly polarized

light, rewriting iy = 7o £ 7y as
iy =nl+inl =n' £ A0 +in" £ LAn", (1.4.8)

where the real part n/, is related to the dispersion and the complex part 7/} to the absorbance of the wave.

A circularly polarized wave is described by

(T E
E.(r,t) = EyRe [ez(kiz_‘“)éi} = \i/(;> {elcos(k’;z — wt) F egsin(klLz — wt)], (1.4.9)
with wave vectork, = %eg,polarizadonvectors €L = %(elj:ieg) andamplitude E, (2) = %e—%aiz.

The attenuation of the amplitude £ (z) is governed by the absorption coefficient cvy, according to the
Lambert-Beer law ooy = %wn’j’[.” To illustrate the relation of CB and CD, we decompose a linearly polar-

ized wave (polarization in €;-direction) into two circularly polarized waves and obtain

1 .wn'z .
E(r,t) = %675&273((9)13\6 (cosh(n)e; — isinh(n)ey) e ¢ e ™|, (1.4.10)
in terms of the mean absorptivity ¢, the azimuth € and the ellipticity
o= 2n" 0= LAn'z, n=2An"z (1.4.11)

Eq. (1.4.10) is an elliptically polarized wave (c.p. fig. 1.4) with its major axis rotated by ¢ in the €;, €2-plane
(clockwise at @ > 0). R(#) is the rotation matrix of rotations in the €1, €s-plane. At > 0 follows a right
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elliptical polarization.** We can see from eq. (1.4.11) how the different parts of the refractive index effect the

wave propagation and how VCD is measured experimentally

P - B _ Ac
Py E P 4

tanh(n) = (r.4.12)
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Figure 1.4: Left: lllustration of CB and CD in a medium (yellow box). The originally linearly polarized wave obtains an ellipticity due to the
stronger attenuation of the red wave. The difference in propagation velocity leads to a rotation of the axes of the ellipse. Right: Elliptical
polarization. The ellipticity of the polarization is defined as the ratio of the minor (b) to the major amplitude (a), with the convention that

the ellipticity is positive for aright elliptical polarization.

1.4.2 MICROSCOPIC PERSPECTIVE

Microscopically, optical activity of chiral substances emerges due to the properties of their constituent molecules.

To describe this, we consider a system in thermal equilibrium described by the density matrix of the canon-
ical ensemble.”®™” At ambient conditions, most of the constituent molecules are in their electronic and
vibrational ground states. For the radiation-matter interaction, we use a classical description of the external

43 Since we are interested in the infrared

fields, interacting with the molecule described as a quantum system.
spectral region, we can apply the long wavelength limit and expand the interaction Hamiltonian to first or-
der in the wave vector.#*™" The interaction Hamiltonian can be equivalently chosen in the “position” or
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the “velocity” form."® In an isotropic system, the relevant part of perturbation Hamiltonian in the position

form reads
HO@) = —f-B(t) — - H(t). (1.4.13)

The electric quadrupolar moment does not contribute to the vibrational optical activity in the isotropic

average."* The electric ft and magnetic 1h dipole moment operators are defined as

Ne Nnp,
pL=p+pp"=— Z et; + Z Z,eR, (1.4.14)
=1 v=1
N, N,
© e n Z,6 =~ N
m=m‘+m""=-> —% xp,; + "R, xP,. 4.
= 2mc p = 2M,c (1-4.15)
For later use, we already introduce the current dipole moment [Aj,
N, N,
2 2 e s L e, L/
p=p"+p"=—> —pi+) —P,. (1.4.16)
=1 m v=1 MV

Here, e is the electronic charge, Z, e is the nuclear charge, m and M, are the electronic and nuclear masses
and cis the speed of light. The position and momentum operators of the electronic subsystem are indicated

as T; and P;, respectively, and similar symbols are used for the nuclear operators, R, and P,,.
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Using Fermi’s golden rule, we can derive the leading term of the infrared absorption coefficient o (w) at

frequency w as* 443
alw) = Fw)(1 — e ™) (w), (1.4.17)

with a prefactor F'(w) = dre 7 and a line shape function [ (w). Here, 8 = (kpT)~" is the inverse

3Vhen! (w
temperature, kg Boltzmann’s constant, £ the reduced Planck constant, V' the volume of the sample, c the
speed of light and n/(w) the frequency dependent real part of the refractive index.

The line shape function can be expressed in the Schrédinger picture (first equality) or in the Heisenberg

picture (second equality)

1 o —iwt [ A ~
1) = Y piDiydlwgs —w) = 5- [ dte™{((0) - 1)), (1.418)
I >
Here, we have introduced the dipole strength D;; = ‘<\If £l \Ifl> ? as the squared absolute value of the

electric transition dipole moment between an initial and final state (¢ and f respectively) and the probability
of occupation of the initial states p;. In the second equality, we have used the Fourier transform of the

equilibrium auto-correlation function of the electric dipole moment f.
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The expressions of VCD in isotropic systems are very similar
Aa(w) = F(w)(1 — e P™)AI(w), (1.4.19)

with the line shape function A/(w), in which the magnetic dipole moment 1 enters

4 00 ,
Al(w) = 43 piRigd(wys — w) = 21m[ | dte = (ao)- m(t)>] | (1.4.20)
fi T —oe
In the Schrédinger picture, we find Rosenfeld’s®* rotational strength

m

Ry = ImK\IJi

| w ) - (Uylm| ;)] (1.4.21)

and in the Heisenberg picture the Fourier transform of the equilibrium cross-correlation function of the
electric and magnetic dipole moments.

The established approach to evaluate egs. (1.4.18) and (1.4.20) is to invoke the double harmonic approxi-
mation to calculate the dipole D; ¢ or rotational R; s strengths.” In this work, we derive the time correlation
function form of VCD first and subsequently recover the established results of the double harmonic approx-

imations in section A.3.

1.4.3 TIME CORRELATION FUNCTION SPECTRA

The time correlation function (TCF) formalism relies on the evaluation of the time evolution of the corre-
sponding operators. In a generalized notation we consider two operators A and B with vanishing equilib-

rium expectation values and their exact quantum TCF
Cap(t) = <A(0)E(t)> (1.4.22)
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The TCF-based evaluation of vibrational spectra is possible in different approximations to the TCF.** We
resort to AIMD with classical nuclei evolving on the quantum potential energy surface of the electronic
degrees of freedom. This approach only provides the classical phase space evolution of the nuclear degrees of
freedom, along which the required dipole moments can be calculated. The evaluation of the fully quantum
TCF is therefore not possible. Instead, we approximate the exact quantum TCF by a classical one, scaled by
a quantum correction factor to fulfill the detailed-balance condition.**

It turns out that there is one particular transformation of the quantum TCF that naturally yields a con-
sistent prefactor if approximated classically. This is the Kubo transformed TCEF, which is used in its classical

limit for IRA and VCD. The Kubo™ transformed quantum TCF involves an integration in imaginary time

< / DAV B(t + @m)> (1.4.23)
and by Fourier transform relates to the exact line shape function as
Bhw 1 oo v

Lip(w) = 1= oo /_OO dte” ™" Cl5(1). (1.4.24)

We approximate*® the exact Kubo TCF C'%; (t) by the classical TCF C5(t)

CI%5(0) ~ Cla(t) = (A)B(D) (142)

and obtain for IRA and VCD
0(w) = F@) 5 [~ et pa(0) - (1) (14.26)
Aa(w) = F(w >45’” [ e u(0) - mie) (1427)

This “position form” is particularly useful if one only is interested in the IRA since eq. (1.4.26) has the ad-
vantage to contain only the electric dipole moments. In case of VCD, the evaluation of eq. (1.4.277) requires
the additional knowledge of the magnetic dipole moment, which is not accessible in the BO scheme since it
requires information on the electronic current density. In this work, we present a new perturbative scheme
that allows to efficiently calculate the electronic currents and hence magnetic dipole moments along a molec-
ular dynamics simulation. As a byproduct, this also gives access to the current dipole moment gt and hence
enables us to work in the “velocity form”, which is obtained via partial integrations using the properties of

the equilibrium TCFs

a(w) = Flw); - / dte " (f4(0) - fu(t)) (1.4.28)
Aa(w) 45h/ dte™ ™ m(t)) (1.4.29)

where £t denotes the current dipole moment.

1.4.4 AB-INITIO THEORIES

-156

After the first realizations of experimental VCD measurements,**~*° many theoretical descriptions of the

modeling of VCD have been devised:” The coupled oscillator model,*>*7 the fixed partial charge model,*>**
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the localized molecular orbitals model,* the dynamic polarization model,"® the charge flow model,
the atomic polar tensor model' and the bond moment model.#**** Quickly it became clear that an accu-
rate description of the magnetic dipole moment is needed,” which is not accessible when working in the
BO approximation. The current and magnetic dipole moment have a vanishing expectation value with
the electronic BO wave functions. Formally, an incorporation of non-adiabatic effects can be achieved in
a straightforward sum-over-excited-states approach that later also has been implemented.*

More efficient and elegant routes have been proposed independently by Nafie?*» %7 and Stephens.**¢*
Their perturbative description avoids the expensive sum-over-excited-states summation and keeps an adi-
abatic factorization of the wave function. Since that time, Stephens’ magnetic field perturbation theory
(MFPT) is the widely applied state of the art for the calculation of molecular VCD spectra.” After the suc-
cessful implementation of the MFPT by Stephens, the nuclear velocity perturbation theory (NVPT) pro-
posed by Nafie has not been implemented until very recently in this work.”® Both theories are equivalent
formulations via a second derivative of the total energy, only the order of differentiation is reversed. How-
ever, in the following we point out that their implementation poses different complications that render the
NVPT more suitable for a dynamical description in the condensed phase.

In the static picture, i.e. working only at the equilibrium geometry, also anharmonic corrections and
more accurate electronic structure theories have been employed.? #7°77 Dynamical spectra, i.e. using the
time correlation function formalism, are usually calculated employing a charge density-based description,
either from partial charges**=>*>7+7s or very recently from AIMD electronic densities.”” If the density and
its time-derivative are known, it is possible to use the continuity equation to calculate the irrotational part of

the electronic probability current density j(r), however the density does not determine its solenoidal part.

In other words, the divergence of the current density j(r) can be uniquely determined, but not its curl.
V-jr)+0on(r) =0 but V xjr)=7 (1.4.30)

A promising approach adopted from fluid dynamics has been proposed very recently by Thomas et al.**

They define the current via a conservative velocity field
jr,;t) =n(r,t)v(r,t) with v(r,t) = —Va(r,t). (1.4.31)

This approach assures that the current density follows an irrotational vector field and, at the same time, flows
only in spatial regions with non-vanishing electronic density. However, this ansatz assumes the absence
of eddy currents, which cannot be determined from the density alone. Instead, our approach allows to
directly calculate the full current density and hence also includes eddy currents. To which extent and in

which systems these are relevant is an interesting question for future work.

MAGNETIC FIELD AND NUCLEAR VELOCITY PERTURBATION THEORIES

In the following, we present the connection between the MFPT and the NVPT and discuss the differences
in an implementation in the condensed phase. The starting point of both theories is the solution of the BO

electronic structure problem in a non-degenerate electronic ground state

Hio — cwp(R)| ¢ (r) = 0 (L4.32)
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with the BO Hamiltonian # 50, its real eigenfunctions cpg) (r) and eigenvalues eg())(R), which paramet-

rically depend on the nuclear coordinates R. We consider an electronic Hamiltonian including a magnetic
field perturbation (MFP) and a nuclear velocity perturbation (NVP) due to vibronic couplings
HE oo = Hpo —ihR - 9 m°-H (1.4.33)
R,RH OR
where the nuclear derivative only acts on the parametric dependence of the electronic wave function and
not on the nuclear wave function. We do not further discuss Nafie’s derivation” of the NVPT and instead
arrive at the same results via a rigorous approximation procedure starting from the exact factorization of
the electron-nuclear wave function (c.p. sections 2.2 and 3.5). From this description of the electron-nuclear
problem, the “back-conversion” of the nuclear position derivative to a classical nuclear velocity coordinate
as a new parametric variable of the electronic wave function occurs naturally.
The linear order corrected electronic wave function of the Hamiltonian in eq. (1.4.33) has additional

parametric dependences on the nuclear velocities and the magnetic field

’soR,R,H> = \w(RO)>+R' ’@§)>+H- \@gl)>- (1.4.34)

The response orbitals are written in a compact notation where the superscript in parenthesis indicates the
derivative. We are interested in the change of the expectation values of the electric and magnetic dipole
moment due to nuclear displacements or velocities. These define the electronic atomic axial tensor (AAT)
T and the electronic atomic polar tensor (APT) &€ in the position form (7). Alternatively, we can use the

current dipole moment, i.e. the velocity form (v) of the electronic APT

9{m) () ()
T=—— E=—= — .
OR '’ OR R

In the MFP and NVD, the corrections are purely imaginary. Therefore, the corresponding Sternheimer

£’ = (1.4.35)

equations do not require self-consistent solutions and can be formally inverted to yield the response orbitals

according to

A = (Fmo — S R)) |0 (1436
A9Y — (Lo — < (R)) o). (1.437)

Using these relations, we can show the equivalence of both theories. The difference amounts to applying

the Sternheimer formalism either to the left or to the right

~el (R N -1 R H)| (R
T = 2(pR [i[pR”) = 2(eR i (Hpo — eip(R)) Hlei”) = 2h{eR [eR”)  (14:38)
This equivalence motivates the interpretation of the MFPT and the NVPT as mixed second derivatives of
the expectation values of the Hamiltonian in eq. (1.4.33) with the wave function in eq. (1.4.34), with changed

order of differentiation. In the MFPT, the velocity derivative is taken analytically

O2(HE, . ) 9 5
- _ﬁ = —thom Wrrulop PR rm) = %Im{(sogf o ))]. (1.4.39)

" “As was first demonstrated in 1983, it is possible to retain the factorable, adiabatic nature of the molecular wavefunction by
back-converting the derivative of the nuclear kinetic energy that operates on the nuclear wavefunction from a quantum mechanical

operator to a classical nuclear velocity coordinate as a new parametric variable of the electronic wavefunction.””
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Here, we have used the orthogonality constraints due to the conservation of the norm. If the derivative is

evaluated in the reversed order, we obtain the NVPT

7= ) 9 ol lom ) = 2000 o), (1.4.40)
OROH OR R,R.H R,R.H R R

Both formulations require the (purely real) response of the orbitals due to a nuclear displacement pertur-
bation (NDP) gpgt ), the MFPT in the final projection, the NVPT as an intermediate result of the NVP

calculation. This NDP response yields the electronic atomic polar tensor (APT) in the position form (r)

DP(HE, . )
£ = ot = 2w | eR) (1.4-41)

as mixed second derivative with respect to the electric field E. In the NVPT also the velocity form can be

used (the mixed second derivative with respect to the electro-magnetic vector potential A)

O?(HE, - ) o
£l = —c— = 2> |z, (L4.42)

Both ways of calculation of the AAT are equivalent and also both forms of the APT are equivalent in the
complete basis set limit.

The change of the magnetic moment due to a nuclear velocity can equivalently also be treated in a re-
sponse function formalism.”® This approach provides the intuitive picture of an electronic current response
due to the changing electric field induced by nuclear motion. However, its merit rests rather conceptually,

since no computationally more efficient implementation is devised.

ON THE IMPLEMENTATIONAL DIFFERENCES

The discussion of differences between the MFPT and the NVPT in terms of an implementation depends
on the intended application. In a static picture, i.e. when working in the double harmonic approximation
(c.p. section A.3), one is interested in the APT and the AAT. These give access to the change of the dipole
moments caused by nuclear vibrations, which is in general not parallel to the mode displacements. In a
molecule with IV,, nuclei, the MFPT requires N, calculations for the NDP and three calculations for the
MFP. In the NVPT, one also needs V,, calculations for the NDP and additionally V,, calculations for the
NVP. The computational costs of MFP and NVP calculations are comparable, since both do not require a
self-consistent solution of the Sternheimer equations. That is, in isolated molecules and when working in
the static picture, the MFPT is computationally more efficient than the NVPT.

This changes when a dynamical perspective is adopted. In the TCF description, only the dipole moments
along a molecular dynamics are needed, i.e. one is interested in the perturbation along a particular nuclear
velocity vector. This projection can be done a posteriori using the atomic tensors or a priori already in the
setup of the perturbation calculation itself. The latter reduces the computational costs of the MFPT to one
projected NDP and three MFP calculations. In contrast, the NVPT only requires one projected NDP and
one projected NVDP calculation. Even though the difference is by far smaller, here the NVPT is already more
efficient than the MFP.

A turther complication arises when working in the condensed phase. Due to the ill-definition of the

position operator under periodic boundary conditions (c.p. section 1.3), the perturbation Hamiltonian of
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the MFP is no longer well defined. When working with MLWO, the MFP can be also applied under periodic
boundary conditions,*** but the number of perturbation calculations increases to > 6 (c.p. section L.1.4).
Assuming grouped operator evaluations with molecular centers of mass as references, this requires > 6 +
Ny perturbations. The NVPT is equally applicable in the condensed phase and outperforms the MFPT
in terms of the number of required calculations.

This rather vague discussion applies only to plane wave codes, in which the basis function is independent
of the nuclear position, velocity or external field.”” When working with atom centered basis functions or

linear scaling techniques, other technical aspects might become important and the preferred choice might

be different.
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1.§ EXACT FACTORIZATION OF THE ELECTRON-NUCLEAR WAVE FUNCTION

In this section, we review the exact factorization of the electron-nuclear wave function”7"7? (XF), which is
used as a starting point to controlled approximations (c.p. sections 2.2 and 3.5). This presentation follows
the already published introduction in ref.,** as will be discussed in section 2.2. It has been proved that the full
time-dependent electron-nuclear wave function ¥(r, R, t), which is the solution of the TDSE in eq. (r.1.2),

can be exactly factorized to the product”7-7%

U(r,R,t) = Pr(r,t)x(R,1), (15.1)
where

/dr r(r,)>=1 VR,L (15.2)

Here, x(R., ) is the nuclear wave function and ®g(r,t) is the electronic wave function, which paramet-

rically depends on the nuclear positions and satisfies the partial normalization condition (PNC) expressed
in eq. (1.5.2). The PNC guarantees the interpretation of | (R., t)|?
2

as the probability of finding the nuclear
configuration R at time ¢, and of |®g (1, t)|* itself as the conditional probability of finding the electronic
configuration r at time ¢, given the nuclear configuration R.. Further, the PNC makes the factorization (r.5.1)

unique up to within a (R, t)-dependent gauge transformation

X(R,t) = Y(R,t) = e i@y (R 1) (Ls5.3)
(I)R<r> t) — éR(ra t) B%Q(Ri)q)R(ra t)> (1-5-4)

where 0(R,, t) is some real function of the nuclear coordinates and time.

180

As shown in section A.1, the stationary variations™® of the quantum mechanical action

t ~
Al @n] = [ (WA b w)di (v53)

with respect to P (r, t) and x(R, ), inserting the PNC by means of Lagrange multipliers,® ™ lead to the

equations of motion

(He — e(R, 1)) Pr(r,t) = ih,Pr(r, 1) (1.5.6)

H.x(R,t) =ihdyx (R, t). (L5.7)

The electronic H. and nuclear H,, Hamiltonians are defined as

He = Hpo + Veewr (v, 1) + U [ Dy, x] (1.5.8)
2
_ Na | —ihV, + A, (R, 1)
H, = Z [ i } + Vient (R, 1) + (R, 1), (r5.9)
v=1 v

respectively, with the “electron-nuclear coupling operator” (ENCO)

Nn —Z v v ) ?
1 [[ v, = AR (1.5.10)

reoup d _
Uen [ RaX] ZM 9

v=1 v

(‘ZF;VI'X + AV(R,t)> (—ihV, — Ay (R, 1)) |
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The time-dependent potentials are the time-dependent potential energy surface (TDPES), (R, t), implic-
itly defined by eq. (1.5.6) as

e(R,t) = (Pr(t)| He — ihd, | PR (1)), , (Ls.11)
and the time-dependent vector potential (TDVP), A, (R, t), defined as
A, (R,t) = (Pr(t)| — iRV, Pr(1)), . (L.5.12)

The symbol ( - ), indicates an integration over electronic coordinates only. Under the gauge transforma-

tion (1.5.3), the scalar potential and the vector potential transform as

éR,t) = e(R,t) + 9,0(R, 1) (L5.13)
A,(R,t)=A,(R,t) + V,0(R,1). (1.5.14)

In egs. (1.5.6) and (15.7), U [®R, x], €(R, 1), and A, (R, 1) are responsible for the coupling between
electrons and nuclei in a formally exact way. Itis worth noting that the ENCO, U coup[Pg, x| in the electronic
eq. (1.5.6) depends on the nuclear wave function and acts on the parametric dependence of ®r(r,?) as a
differential operator. This “pseudo-operator” includes the coupling to the nuclear subsystem beyond the
parametric dependence in the BO Hamiltonian H BO-

The nuclear eq. (1.5.7) has the particularly appealing form of a Schrédinger equation that contains the
TDPES (1.5.11) and the TDVP (1.5.12) governing nuclear dynamics and yielding the nuclear wave function.
The scalar and vector potentials are uniquely determined up to within a gauge transformation, given by
eqs. (r.5.13) and (1.5.14). As expected, the nuclear Hamiltonian in eq. (1.5.7) is form-invariant under such
transformations. x (R, t) isinterpreted as the nuclear wave function since it leads to an N-body nuclear den-
sity and an N-body current-density that reproduce the true nuclear N-body density and current-density”?
obtained from the full wave function ¥(r, R, ?).

The exact factorization approach to the coupled dynamics of electrons and nuclei has been extensively
investigated in the literature. The advantages of such a novel formulation of the quantum dynamical prob-
lem have been pointed out mainly focusing on the development of approximated numerical schemes to treat
the effect of electronic excited-state (non-adiabatic) dynamics on nuclear motion.

Some purely theoretical works have proposed a new interpretation of non-adiabatic processes provided
by the exact factorization framework. In refs.,®* the TDPES has been analyzed. The aim of the analysis
is to identify the important features that need to be accounted for when developing algorithms that treat in
an approximate manner, e.g. quantum-classical, the coupled motion of electrons and nuclei. In particular,
refs.”®% have shown that the TDPES develops characteristic steps that bridge piecewise adiabatic shapes
whenever the splitting of a nuclear wave packet is observed after its passage through an avoided crossing.
Recently, further studies™ have been devoted to the analysis of the properties of the TDPES when quan-
tum interferences related to non-adiabatic effects arise. The common purpose of such investigations is to
reproduce as accurately as possible the shape of the TDPES within the quantum-classical (approximate) de-
scription of the coupled electron-nuclear dynamics.

Further theoretical analysis has been devoted to the electronic equation, which describes the evolution of

the electronic factor of the factorization. Such equation is a less standard evolution equation than the nuclear
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time-dependent Schrédinger equation and it contains an electron-nuclear coupling operator (ENCO) which
expresses the dynamical coupling to the nuclei. The peculiarity of the ENCO is that it explicitly depends on
the nuclear wave function. Therefore, some work™”** has been devoted to its analysis and approximation
strategies within a classical and semi-classical treatment of the nuclear wave function. This analysis is also
strictly related to the work presented in this thesis.**

From the numerical perspective, the information collected from the theoretical analysis has led to the
derivation of quantum-classical algorithms to solve the exact equations from the factorization in an approx-

imate way. The main idea™

is to derive the classical limit of the nuclear time-dependent Schrodinger
equation via an asymptotic expansion in power of Planck’s constant of the nuclear wave function. Classical
(Newton) equations have been derived for trajectories that evolve of the TDPES generated by the electrons
in their excited states. Depending on the approximations introduced to efficiently solve the electronic equa-

tion, an independent-trajectory™*™°

and a coupled-trajectory™*** schemes have been derived.

The work presented in this thesis is mainly related to the analysis performed on the electronic equation, as
we have initiated the development of an approach to treat non-adiabatic effects based on perturbation theory
and thus to efficiently solve the electronic equation of the factorization. Related to the work presented in
this thesis,** additional applications of the approach have been proposed'® to devise a strategy to compute

electronic current densities beyond the BO approximation.
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1.6 ELECTRONIC SUSCEPTIBILITY

When molecules are exposed to external or inter-molecular fields due to a polar chemical environment, their
electrons respond to the change of the external potential and displace to minimize the energy. This change
of the electronic structure gives rise to a polarization of the molecule that in turn can affect its environment.
Accounting for polarization effects is a crucial aspect of classical or semi-empirical methods, which usually
are employed when the size of the system is too large to apply first-principles approaches. In this chapter we
deal with electronic polarization and introduce the electronic susceptibility.*

The electronic susceptibility is a very complex and rich object that finds applications in many domains,
in particular due to its appearance in the adiabatic-connection fluctuation-dissipation theorem."*** It is a
crucial ingredient to time-dependent density functional theory,*™* symmetry adapted perturbation the-
ory.

van-der-Waals?*®-% or random phase approximation®#+~*7 and beyond random phase approximation

68, 69,78, 200, 201 205-207

and s also employed in G W,***7*°* fluctuation-dissipation density functional theory,

218-221

222,

calculations. In a different spiri, it is employed in conceptual chemistry**»?? for interpretations of charge

delocalization”*** and aromaticity.*** Further applications involve the modeling of polarization effects in
hybrid QM/MM free-energy calculations®”~**? and of efficient alchemical derivative evaluations.”*~**

The response kernel can be obtained in different ways, via a sum-over-states expression,”** explicit
time-dependent response calculations®®™** or iterative diagonalization schemes.?>*#°*# However, its ex-
plicit non-local real-space representation has only been subject to few selected studies.?® 444245

We first review the sum-over-states expression and the relation between the interacting and non-interacting
case in section 1.6.1. An iterative method for the calculation of the static interacting electronic susceptibility

is presented in section 1.6.2..

1.6.1 INTERACTING AND NON-INTERACTING RESPONSE FUNCTION

If the electronic ground state of a system of electrons is exposed to a time-dependent external potential

‘/ext(rv t)
Veut (1) = Vegro(r) + 0Vere(r,t)  with 6V (r,t) = 0att <0, (r.6.1)

its wave function and density respond to the changed potential and change over time. The linear density

response
onW(r,t) = / dt’ / A x(r, t, 1 )0V (v, 1), (1.6.2)
0
is related to the change of the potential 0V, (', ¢') via the the electronic susceptibility™’

;L on(r,t
X(I‘, t, r 7t ) = (Wt((r/)t/) . (163)

Vea:t,O

"The electronic susceptibility is also denoted as the non-local electronic density susceptibility, density-density response func-

tion or screened electronic dielectric response function.
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An explicit representation of the electronic susceptibility can be derived from time-dependent perturbation

theory in the interaction picture'” >4+
Xt ) = —i6(t — ') {pol [fur (r, 1), s (x', )] o), (1.6.4)

with fi(r,t) = e™ta(r)e "ot and A(r) = SN §(r — #;). A Fourier transform and a resolution of

identity yields the Lehmann-representation of the electronic susceptibility®*=>*

N rw) = lm 3 <<¢O|ﬁ(21¢j>§fﬂi;r)|%> _ <¢o|ﬁ(zlls$>8§¢il?n(r)lwo>> O (6s)

+
n—0 j=0

with eigenvalues €; of the interacting states ;. In practice, a sum-over-states evaluation using interacting
excited states is only practicable in model systems. Instead, we resort to the basis of KS states, in which we

can define'o7-243,249

(0)* (0) )%\ (0) /4
Xo(r,r',w) = lim > (fk:_fj>¢k (r); " (r)¢;~ (r)ey " (r')

=0T S hw — (€ — €x) +1in

(1.6.6)

This expression has the advantage to involve the non-interacting reference system, however it only yields the

non-interacting response function

on(r,t)
r,t,r',t')= ——""— . 6.
Xo( ) 6VKS(r’,t’) (1.6.7)
VKs,0
Theinteracting  response function is obtainable from the non-interacting x response function viaa Dyson-

like equation®#®

X = Xo +XO*mec*X7 (168)

with the time-dependent non-local Hartree-exchange-correlation kernel ff7,. and the convolution denoted
by %. The Hartree-exchange-correlation kernel ff,. is the time-dependent variant of the Kernel K intro-
duced in section r.1.4. Since the exact exchange-correlation functional is not known, also ffr;. is unknown.

In practice one often uses the adiabatic approximation to fr4¢

adia(p v/ w) = lim fo.(r, v, w), (1.6.9)
w—0
or the random-phase approximation™* %25
S(At
Iljch(r7 rla At) = |I'(— r),l . (I.G.IO)

In the latter case, it is possible to make use of the adiabatic connection to calculate the electronic correlation

251-

energy.” ** Recenlty, an analytical expression for the direct analytical evaluation of the interacting response

function has been derived,** however, its practical usability is yet to be explored.
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1.6.2 ITERATIVE SPECTRAL DECOMPOSITION

A different approach to the calculation of the electronic susceptibility is the iterative diagonalization of the

240-242

static response function.” Since the electronic susceptibility has a bound eigenvalue spectrum, is real

and symmetric

x(r, ') = x(r', ), (1.6.11)

and its action on any given vector V,,+(r) (i.e. any valid perturbation potential)

nM(r) = / &1, ) Vama (1), (16.12)

can be calculated via DFPT, it is possible to apply linear algebra techniques to iteratively diagonalize the full
response function. The Hermitian Lanczos algorithm™® is such an iterative method to obtain approximate
eigenvectors and the corresponding orthogonal projection B,,, € C™*™ of a Hermitian matrix A € C™"*"

with m < n using Krylov subspaces K. The algorithm works as follows: We choose a suitable initial

vector |[vy| = 1,set f; = 0, vy = Oanditerateforj = 1,2,... ,m:
w, =Av; (1.6.13)
;= Wj -V (1.6.14)
W, = pv~vj (1.6.15)
Bjt1 = |wjl (1.6.16)
Vit = W;/Bin (1.6.17)

where P is an orthonormalization with respect to all vectors already found {v;|i < j}. The coefficients
and ;1 are the diagonal and off-diagonal entries of the tridiagonal symmetric matrix B,,. Since m < n
it can be easily diagonalized B,, = VI AV},. A suitable initial vector should have the same support as the
density response and should span a large enough Krylov subspace. Both requirements are fulfilled by the
normalized ground state density if its net charge is removed.

In practice, egs. (1.6.13-1.6.17) correspond to the iterative solution of

(A — O)pl) = —y DO (1.6.18)
Vit = nloi) (1:619)

where eq. (1.6.18) is a self-consistent Sternheimer DFPT calculation.®® The algorithm yields a decomposition

of the full non-local interacting static response function in terms of eigenfunctions x;(r) and eigenvalues \;
Nma:ﬂ

x(r,v) ~ Z xi(t) i (r'). (1.6.20)
i=0

The eigenfunctions x; () act as projectors on the relevant part of the perturbation potential and at the same
time provide the shape of the response density. The eigenvalue gives the corresponding weight and is a

measure of the physical significance of the corresponding eigenfunction.
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At variance with the sum-over-states representation in eq. (1.6.6), the iterative diagonalization can yield
the interacting response function, i.e. the self-consistent change of the electronic density due to an applied
external potential. A recent variant of this approach using Wannier localization provides a promising de-
composition procedure.>”

The iterative spectral decomposition approach provides a basis for the representation of the full fre-
quency dependent response function and can hence be used for efficient RPA*»29%27:2%:29 and post-RPA

calculations.**
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CHAPTER 2

ARTICLES PUBLISHED WITHIN THIS THESIS

2.1 OVERVIEW

This chapter presents the results obtained in this work that already have been published. The corresponding

articles are reprinted with permissions from

* “A. Scherrer, F. Agostini, D. Sebastiani, E. K. U. Gross and R. Vuilleumier, Nuclear velocity pertur-
bation theory for vibrational circular dichroism: An approach based on the exact facrorization of the
electron-nuclear wave function, ]. Chem. Phys., 143(7): 074106, 2015” with the permission of AIP Pub-
lishing;*

* “A.Scherrer, D. Sebastiani and R. Vuilleumier, Nuclear velocity perturbation theory of vibrational cir-
cular dichroism, . Chem. Theory Comput., 9(12): 5305-5312, 20137, copyright 2013 American Chemical

Society;™

* “A. Scherrer and D. Sebastiani, Moment expansion of the linear density-density response function,
J. Comp. Chem., 37(7):665-674, 2016”, copyright 2015 Wiley Periodicals;*

* “A. Scherrer, C. Drefler, P. Ahlert and D. Sebastiani, Generalization of the electronic susceptibiliry

for arbitrary molecular geometries, J. Chem. Phys.,144(14):144111, 2016” with the permission of AIP
Publishing.**

As pointed out in the introduction, this work extends the application range of density functional perturba-

tion theory in two related, yet distinct directions: the efficient calculation
(i) of electronic probability currents for spectroscopy and
(ii) of electronic polarizability effects for the modeling of weak interactions,

both in the condensed phase.

The first direction (i) is pursued by the articles included in sections 2.2 and 2.3. They prepare our in-
tended application of electronic currents, i.e. the calculation of accurate intensities for dynamical vibrational
circular dichroism (VCD) spectra in the condensed phase. To realize this goal, it has been necessary to revisit
the derivation of the nuclear velocity perturbation theory (NVPT) for a better theoretical understanding of
its physical and mathematical properties. A rigorous derivation of the NVPT from the exact factorization
of the electron-nuclear wave function (XF) has been obtained and is presented in section 2.2. The NVPT
has already been proposed by Nafie* but has so far not been implemented successfully. We have reported
the first successful implementation of the NVPT within a large-scale electronic structure program package
in this work as described in section 2.3. These results constitute the basis of the applications of the NVPT,

presented in chapter 3.



Furthermore, the second direction (ii) is presented in sections 2.4 and 2.5. The starting point of this work
is the spectral decomposition of the static interacting electronic susceptibility, as discussed in section 1.6.
The spectral decomposition representation is a compact representation of the full information contained
in the electronic susceptibility. Prior work in this direction has already shown that inter- as well as intra-
molecular perturbations can be treated in this framework.*>** However, in certain applications, only a part
of this full information is required and a more compact representation is desirable. This question has been
addressed via the moment expansion presented in section 2.4. One long-term goal of this work is the use
of the electronic susceptibility for a density-based modeling of inter-molecular interactions. To this end,
the molecular geometry dependence of the very compact moment expanded representation is analyzed in

section 2.5.
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2.2 DERIVATION OF THE NUCLEAR VELOCITY PERTURBATION THEORY

One of the main results of this work is the rigorous derivation and successful implementation of the nuclear
velocity perturbation theory (NVPT). As discussed in section 1.4.4, the NVPT has originally been proposed
by Nafie? 7 but has not been implemented until very recently in this work.”® The implementation
is discussed in section 2.3, whereas this section presents the derivation of the NVPT from the exact factor-
ization of the electron-nuclear wave function (XF). This new formalism offers an exact starting point to
include correction terms to the Born-Oppenheimer (BO) form of the molecular wave function, similar to
the complete-adiabatic approximation of Nafie.

All authors contributed extensively to the work presented in this section.** F. Agostini, R. Vuilleumier
and A. Scherrer derived the theory. F. Agostini and A. Scherrer wrote the manuscript. A. Scherrer imple-
mented the theory and carried out the numerical calculations. D. Sebastiani and R. Vuilleumier supervised
the project. E. K. U. Gross gave conceptual advice.

The main result of this work is the rigorous derivation of the NVPT, originally proposed by Nafie. The
electronic BO ground state wave function is perturbatively corrected to contain non-adiabatic contribu-
tions that give rise to an electronic current density. The corrections depend on a small parameter that, in
a classical treatment of the nuclei, is identified as the nuclear velocity. The potential energy is unchanged
to first order, meaning that the time-dependent potential energy surface (TDPES) equals the BO ground
state potential energy. Therefore, the ab-initio molecular dynamics can be performed on the TDPES of
the clamped nuclei approximation, as presented in section 1.1. Apart from proposing a rigorous basis of the
NVPT, the derivation shows that the rotational strengths, related to the intensity of the VCD signal, contain
anew contribution beyond-BO (due to the time-dependent vector potential) that can be evaluated with the
NVPT and that only arises when the XF approach is employed. Numerical results of chiral and non-chiral
systems are presented to test the validity of the approach. The results show a very good agreement between
the MFPT and the NVPT. Furthermore, the vector potential correction is shown to be small in the systems
examined in this work. Even though the correction might be of relevance in case of amplified or enhanced

VCD,***7*% we can safely ignore it in the intended applications in the liquid phase in section 3.2.
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The nuclear velocity perturbation theory (NVPT) for vibrational circular dichroism (VCD) is derived
from the exact factorization of the electron-nuclear wave function. This new formalism offers an
exact starting point to include correction terms to the Born-Oppenheimer (BO) form of the molecular
wave function, similar to the complete-adiabatic approximation. The corrections depend on a small
parameter that, in a classical treatment of the nuclei, is identified as the nuclear velocity. Apart
from proposing a rigorous basis for the NVPT, we show that the rotational strengths, related to the
intensity of the VCD signal, contain a new contribution beyond-BO that can be evaluated with the
NVPT and that only arises when the exact factorization approach is employed. Numerical results are
presented for chiral and non-chiral systems to test the validity of the approach. © 2015 AIP Publishing

LLC. [http://dx.doi.org/10.1063/1.4928578]

. INTRODUCTION

Vibrational circular dichroism (VCD)!= in molecules re-
fers to the difference in absorption of left and right circularly
polarized light in the infrared region of the electromagnetic
spectrum. In contrast to circular dichroism, which originates
in electronic transitions, VCD is the difference in interaction
of a molecule with radiation of opposite circular polariza-
tions when it undergoes vibrational transitions. Experimen-
tally, VCD is employed to probe the absolute configuration of
chiral molecules in solution and provides detailed structural
information, thus being a very sensitive form of vibrational
spectroscopy.

From the theoretical point of view,*?! the Born-
Oppenheimer (BO),?? or adiabatic, treatment of the coupled
motion of electrons and nuclei in molecular systems is
inadequate for predicting VCD. Since the intensity of the
VCD signal is proportional to the rotational strength for a
transition between two vibrational states, the calculation of
the electric current and of the magnetic dipole moment (and
of their scalar product) is required. The electric current and
the magnetic dipole moment contain both electronic and nu-
clear contributions, but when the BO approximation is em-
ployed, the electronic contributions identically vanish. This is
due to the fact that the ground-state electronic wave function is
real for a non-degenerate adiabatic state and therefore the
expectation values of the purely imaginary (Hermitian) electric
current”>?® and magnetic dipole moment operators vanish.'®

DA, Scherrer and F. Agostini contributed equally to this work.

0021-9606/2015/143(7)/074106/12/$30.00
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Therefore, VCD appears a fundamentally non-adiabatic
(beyond-BO) process, thus requiring a theoretical approach
able to explicitly treat the dynamical coupling between elec-
tronic and nuclear degrees freedom in molecules.

A practical question® arises at this point, as to whether
such coupling can be accounted for within a standard ab initio
molecular dynamics formulation. Among the most successful
ideas are in fact those resorting to the treatment of beyond-
BO effects as a perturbation to the BO problem, numerically
less expensive than a full non-adiabatic calculation but indeed
not consistent if strong non-adiabatic effects are expected,
e.g., in the presence of conical intersections. Examples are
the approaches proposed by Nafie,'® employing the complete-
adiabatic expression of the electron-nuclear wave function,
and by Stephens,?” introducing the magnetic field perturba-
tion theory. These methods allow to overcome the problems
encountered in the BO calculation of VCD, while exploiting
the advantages of the BO formalism like the product form of
the electron-nuclear wave function. Recently, VCD has been
calculated by developing and implementing a nuclear velocity
perturbation theory (NVPT)?’ based on the complete-adiabatic
approach of Nafie.!” In this formulation, non-adiabatic cor-
rections to the electronic adiabatic ground-state are perturba-
tively taken into account and are induced by a “small” nuclear
velocity.

In this paper, we propose a novel approach to NVPT, based
on the exact factorization of the electron-nuclear wave func-
tion.>"32 The advantage of this formulation comes from using
aproduct form, like in the BO approximation, of the wave func-
tion, which is not the result of an approximation but an exact

©2015 AIP Publishing LLC
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starting point. The electron-nuclear wave function is written as
a single product of an electronic many-body factor, parametri-
cally depending on the nuclear positions, and a nuclear wave
function. The latter can be interpreted as a proper nuclear wave
function since it leads to the exact nuclear density and current-
density. Moreover, when the product form is inserted into the
time-dependent Schrodinger equation (TDSE), two coupled
equations for the components of the full wave function are
derived, with the nuclear equation being a TDSE where a time-
dependent vector potential and a time-dependent scalar poten-
tial (or time-dependent potential energy surface, TDPES)**—7
represent the effect of the electrons on the nuclei beyond-BO.
Therefore, in this context, the electronic equation generates the
proper evolution expected when the coupling between elec-
trons and nuclei is fully accounted for and it allows to recover
the BO equation in a certain limit, as will be discussed in the
paper.

Two major results will be reported: (i) NVPT?® will be
rigorously derived, using as starting point the exact elec-
tronic equation from the factorization rather than the complete-
adiabatic approach'® and (ii) correction terms to the “standard”
expression of the rotational strength will naturally appear
in the new formulation due to the presence of the time-
dependent vector potential of the theory. Throughout the paper,
we will adopt a time-dependent picture, as this is crucial to
introduce the concept of nuclear velocity and, thus, to make
the connection with NVPT. In such a time-dependent picture,
we will have access to the instantaneous expectation values
of the electric current and of the magnetic dipole moment.
The corrections to those expectation values, and therefore
to the rotational strength, can be derived also in a static
picture referring to the time-independent formulation®® of
the factorization, but the direct link to NVPT would then be
missing.

The paper is organized as follows. In Section II A we
review the linear response theory approach to VCD, showing
the connection between rotational strength and intensity of the
spectrum. In Section II B, we recall the exact factorization
formalism. In Section III, we focus on the electronic equa-
tion from the exact factorization, showing how to recover the
BO limit and introducing non-adiabatic effects as a perturba-
tion to the adiabatic framework. The perturbation parameter is
identified as the nuclear velocity, exactly as in NVPT, if the
classical limit is considered. However, here we have access to
the quantum electronic evolution equation, thus the perturba-
tion parameter has a more general meaning since we are not
restricted to a classical treatment of the nuclei. We derive the
expressions of the quantities necessary to evaluate the VCD
spectrum in Section IV A, while in Section IV B we discuss
details on the practical calculation of the rotational strength
by applying density functional perturbation theory (DFPT).
In Section V A, we report numerical results for the calcula-
tion of rotational strengths and of their corrections for (S)-d,-
oxirane, a chiral system, in comparison to oxirane, a non-chiral
molecule. We also report the comparison between the NVPT
approach and the more standard magnetic field perturbation
theory?” in Section V B, for (S)-d,-oxirane, (R)-propylene-
oxide, and (R)-fluoro-oxirane. Our conclusions are stated in
Section VI.

J. Chem. Phys. 143, 074106 (2015)

Il. THEORETICAL BACKGROUND
A. Vibrational circular dichroism

Vibrational spectroscopy probes the coupling of the nu-
clear degrees of freedom to applied electro-magnetic fields.
On the macroscopic level, the absorption process is described
phenomenologically by the Beer-Lambert law,* where the
material specific attenuation of the radiation per unit length
is accounted for by the molar absorption coefficient €. Micro-
scopically, and within the linear response regime, the energy
dissipated in the interaction between the medium and the radi-
ation is expressed in terms of the observable that couples to the
external field. In case of radiation in the infrared spectral range,
the multipole approximation and the long wavelength limit
can be applied**° to determine such coupling. The micro-
scopic and the macroscopic perspectives can be connected in
the framework of linear response theory.*! In the Heisenberg
formulation, the frequency dependent absorption coefficient
takes the form of the power spectrum of the dipole auto-
correlation.*>#3

The specific feature of VCD is the different interaction
of chiral systems with polarized light. Linearly polarized light
encounters optical rotatory dispersion while circularly polar-
ized light encounters different absorptions for the different
handednesses of the radiation, VCD. Formally, this is ac-
counted for by the dependence of the refractive index of a chiral
system on the handedness of the radiation. While this effect is
not relevant for the mean infrared absorption, the difference
absorption gives rise to the VCD signal.

For the calculation of the absorption coefficient €(w) and
the difference absorption Ae(w),> a common approach in the
literature is to invoke the double harmonic approximation for
nuclear motion and dipole moment. This leads to the expres-
sions

€w) = ) Z Diwd(w — wr) (1)

3thn(

and

Ae(w) = Z Rrwd(w — wy). )

3Vh 3Vhen(w)

The dipole strength Dy and rotational strength Ry of the vibra-
tional mode k, with frequency wy, are evaluated as

) ),
p, = 2 2
% 9 i (qr)" 3)
oy oy,
Ri = ALY 4
“= B0 dae (G 4

respectively, with the time derivative of the dipole moment
/1, namely, the current, and the magnetic dipole moment 1
In Egs. (1) and (2), V indicates the volume occupied by the
system, i = 2n7 is the Planck constant, c is the speed of light,
and n(w) is the refractive index of the medium. Normal modes
will be indicated throughout the paper as q, with velocities
q.

The linear variations of the expectation values (over the
instantaneous state of the system) of the current and of the
magnetic dipole moment with respect to (w.r.t.) the mode g
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around their equilibrium values are calculated from the total
(electronic and nuclear) atomic polar tensor £” (APT) and
atomic axial tensor M” (AAT). The APT and AAT have elec-

tronic and nuclear contributions,>-° namely,
Ofig)
6? = P(‘;ﬁ = 8:;5 + A/(:ﬁ, 5
@
()
R =M =15+ Top (6)
a

with electronic parts & and 7 and nuclear parts A and 7. Here,
the indices @ and B are used for the Cartesian coordinates,
while v labels the nuclei. The dipole and rotational strengths
are related via the chain rule to the vibrational nuclear displace-
ment vector S”, which describes the displacement of nucleus
v in direction « due to the kth normal mode gy,

, _ ORy
ok gy

_ IR},
q=0 BQk

(7

q=0

B. Exact factorization of the electron-nuclear
wave function

The non-relativistic Hamiltonian describing a system of
interacting electrons and nuclei, in the absence of a time-
dependent external field, is

H =T, + Hgo, (8)
where T, is the nuclear kinetic energy operator and
Hpo(r,R) = To(r) + Wee(r) + Veul(r,R) + Wan(R) - (9)

is the standard BO electronic Hamiltonian, with electronic
kinetic energy 7,(r), and with potentials W,.(r) for elec-
tron-electron, W,,,(R) for nucleus-nucleus, and V,,(r,R) for
electron-nucleus interaction. The symbols r and R are used to
collectively indicate the coordinates of N, electrons and N,
nuclei, respectively.

It has been prove that the full time-dependent elec-
tron-nuclear wave function ¥(r,R,#) which is the solution of
the TDSE,

d3l,32

HY¥(r,R,1) = iid,¥(r,R,1), (10)
can be exactly factorized to the product
Y(r,R,1) = Ogr(r,7) ¥(R,1), (11)

where
/dr|CI)R(r,t)|2 =1 VR (12)

Here, y(R,t) is the nuclear wave function and ®g(r,?) is the
electronic wave function which parametrically depends on
the nuclear positions and satisfies the partial normalization
condition (PNC) expressed in Eq. (12). The PNC guarantees
the interpretation of | y(R,)|? as the probability of finding the
nuclear configuration R at time ¢, and of |®g(r, )| itself as the
conditional probability of finding the electronic configuration
r at time ¢, given the nuclear configuration R. Further, the
PNC makes factorization (11) unique up to within a (R, 7)-
dependent gauge transformation,
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Y (R1) > §(R1) = e 1D (R,1), (13)
DR(r,1) — Dp(r.r) = er®®IDg(r,1),

where 6(R,t) is some real function of the nuclear coordinates
and time.

The stationary variations** of the quantum mechanical
action w.r.t. Dg(r,#) and y (R, ) lead to the equations of motion

(H,/(r,R) — €(R,1)) OR(r,1) = ihd, DR(r, 1), (14)
H,(R,1) x(R,1) = ild, x(R,1), (15)

where the PNC is inserted by means of Lagrange multi-
pliers.*>6 Here, the electronic and nuclear Hamiltonians are
defined as

H,(r,R) = Hpo(r,R) + Uyl [Dg, x] (16)
and
Nn . 2
N & [-ihY, + AR, )]
H,(R,1) = Zl 78 +e®1), (17

respectively, with the “electron-nuclear coupling operator”

Nn

05 or ] = Y

v=1

—7 V
+ (M + AV(R,I))
X

x (=inVy, - A,(R.1) . (18)

1 ([=ihV, — A,(R,1)]?
M, [ 2

The time-dependent potentials are the TDPES, €(R, ), implic-
itly defined by Eq. (14) as

R, 1) = (Or()| Hpo + Ugy ™ — ind,| Dr())ys  (19)
and the vector potential, A, (R,?), defined as
A, (R,1) = (DRr(?)| — iV, OR(1)),- (20)

The symbol ( - ), indicates an integration over electronic
coordinates only. Under gauge transformation (13), the scalar
potential and the vector potential transform as

éR,1) =€e(R,1) + 9,0(R,1), 21
AR, 1) =A,R,1)+ V,0R,1). (22)

In Egs. (14) and (15), U5)"[®@g, x], €(R,7) and A, (R,?) are
responsible for the coupling between electrons and nuclei in a
formally exact way. It is worth noting that the electron-nuclear
coupling operator, Us?”[®g, x] in electronic equation (14)
depends on the nuclear wave function and acts on the para-
metric dependence of ®g(r,?) as a differential operator. This
“pseudo-operator” includes the coupling to the nuclear subsys-
tem beyond the parametric dependence in the BO Hamiltonian
Hgo(r,R).

Nuclear equation (15) has the particularly appealing form
of a Schrodinger equation that contains TDPES (19) and vec-
tor potential (20) governing nuclear dynamics and yielding
the nuclear wave function. The scalar and vector potentials
are uniquely determined up to within a gauge transformation,
given by Eqs. (21) and (22). As expected, the nuclear Hamilto-
nian in Eq. (15) is form-invariant under such transformations.
x(R,?)is interpreted as the nuclear wave function since it leads
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to an N-body nuclear density and an N-body current-density
which reproduce the true nuclear N-body density and current-
density>? obtained from the full wave function ¥(r,R,?). The
uniqueness of e€(R,¢) and A, (R,¢) can be straightforwardly
proved by following the steps of the current-density version*’
of the Runge-Gross theorem,*® or by referring to the theorems
proved in Ref. 31.

lll. NUCLEAR VELOCITY PERTURBATION THEORY

Before showing the derivation of the velocity-dependent
corrections to the BO wave function within the exact factor-
ization approach, let us present a procedure that allows us
to recover the BO limit of electronic equation (14). Suppose
first that the electron-nuclear wave function is given as a BO
product,

¥ (r,R,1) = Dr(r.0)x (R.1) = o (1) x (R1).  (23)

Here, 90;2) (r) indicates the real and not degenerate BO ground-
state. Using Eq. (20), it follows that the vector potential van-
ishes identically, A,(R,#) = 0.* This can be interpreted as a
choice of gauge.’® With this assumption, the electron-nuclear
coupling operator from Eq. (18) becomes

N,
~ coup 4 —h2V2
e[, x) = |

v=

+ _thVX(R3 t)
2M, M, x(R,1)

(=ikV,).  (24)

The first term on the right hand side (RHS), containing the
Laplacian® = w.r.t. nuclear coordinates, will be neglected
from now on. It can be shown, as reported in Refs. 54-56,
that this term contributes with second-order non-adiabatic cou-
plings to the electronic equation, but being explicitly O(M, ')
its effect can be neglected if compared to the remaining (and
leading) term. Following again Refs. 54-56, the term that
depends on y can be approximated to zero-th order in an
h-expansion®’ of the nuclear wave function as the classical
nuclear velocity, namely,

1 -V, x(R,1) P, (R,1)
M, x(R,?) M,

= Rv(t)' (25)

We have invoked here the classical limit in order to directly
relate our results to the NVPT?? and to justify the condition
of “small nuclear velocity” that allows a treatment of effects
beyond-BO within perturbation theory. The procedure, how-
ever, does not rely on the classical limit and the “small” pertur-
bation parameter will be denoted as

h(R.1) = ML —ihV, x(R,t)

v xR0
Eq. (26) contains the variations in space of the phase and of
the modulus of the nuclear wave function,’® and when both
variations are “small” then the approach considered here can
be applied. We have justified the former hypothesis (small vari-
ations of the phase) by employing the classical approximation
and we are now assuming valid also the latter (small variations
of the modulus).

(26)
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The electronic Hamiltonian from Eq. (16) becomes

Nn
Au(rR) = Apo+ )" (R,1) - (<ihV,)  (27)

v=1

and the TDPES reads

Nn
(6] Hno+ Y m(R1) - (09, [l
v=1

= eY(R), (28)

e(R,1)

i.e., only the H o term survives, since the second term does not
contribute to the TDPES. Notice that here the term (®g(¢)| — i%i
0;|Dg(1)), identically vanishes, because the electronic wave
function is the time-independent BO wave function. In order
to recover from Eq. (27) the electronic equation within the BO
approximation, one should impose A,(R,7) = 0, or similarly
R,(t) = 0 Vv as the electronic equation in BO is solved for
fixed nuclei (meaning that their velocity is zero).

To summarize, in order to construct the Hamiltonian in
Eq. (27), (i) we treat the nuclei classically, thus we consider the
nuclear wave function up to within O(A°) terms, (ii) we derive
corrections to the BO Hamiltonian that are proportional to the
nuclear velocity, thus recovering the BO electronic equation
if the nuclear velocity is zero (condition of fixed nuclei), (iii)
we “relax” the hypothesis of classical nuclei by introducing
A (R, 1) as the perturbation parameter.

Combining Egs. (27) and (28) will provide the electronic
equation within the new formulation of NVPT. In contrast to
the formulation based on the complete-adiabatic approach,'’
the perturbative scheme presented here directly applies to the
electronic equation rather than to the full TDSE. Using pertur-
bation theory,* where Hpo is the unperturbed Hamiltonian and
the second term on the RHS of Eq. (27) is the perturbation, we
find the solutions of the equation

Nn
Hpo— €V —ih )" (R0 -V, | gr(r,1) =0 (29)
v=1
as

er(r,1) = ¢(r)
5 (R -7 S0 W (RO 0)
pry € (R) - ) (R)

Lo (r) (30)

up to within linear-order in the perturbation, with the index v
running over the N, nuclei and with @ running over the three
Cartesian coordinates. The symbol 3, is used to indicate a
spatial derivative along the « direction of the position of the
vth nucleus and e labels the (unperturbed) adiabatic excited
states. The TDPES, up to within first-order terms, is labeled
€ Ttis worth noting that in writing Eq. (29), we are discarding
the variations in time of the first-order correction to the BO
wave function, adopting a previously assumed’ hypothesis
that these variations are smaller than the perturbation itself,
thus negligible at the given order. We re-write Eq. (30) as

er(r.1) = o (r) + Y IR, (), (D)
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introducing the definition of the first-order perturbation to the
BO ground-state

Prra® =D

e#0

eO va (R) (e)

woo®) Y (r). (32)

Here, d.o,vo (R) is the ath Cartesian component of the non-
adiabatic coupling vector, corresponding to the v-th nucleus,
between the unperturbed ground-state and the excited state e,
whereas the frequency w.o(R) is the energy difference (divided
by 7) between the excited (e) and the ground (0) states. When
the adiabatic states are real, Eq. (32) is real as well and the
second term in Eq. (31) is purely imaginary. Moreover, the
correction term in Eq. (31) depends on time only implicitly, via
its dependence on A, (R, ?), and gog’)m(r) is orthogonal to golg)(r).
This last property can be interpreted as a choice of gauge.
For instance, by imposing the condition that ((pig) |or(?)), is
real YR,z, which is allowed as gauge condition, we imply
the orthogonality of gog’)m(r) and w(o)(r) namely, <90(0)|90g,)m>r
= 0. It easy to prove that the PNC remains valid up to within
O(\), using the orthogonality of ch)(r) and go(l) oD
The first-order approximation to the TDPES is

eD(R,1) = e (R) =i )" O(hy(R,1)) (33)
but the second term on the RHS is identically zero, as can
be proved by either inserting Eq. (31) in the definition of
the TDPES given in Eq. (19) or by considering the fact that
eD(R, ) must be real while the correction is purely imaginary.

Asinthe NVPT approach based on the complete-adiabatic
form of the electron-nuclear wave function,'® the first-order
perturbation to the electronic wave function represents the
effect of the non-adiabatic coupling between the ground and
the excited electronic states. Within a fully non-adiabatic
approach,’®=%% it would be possible to compute Eq. (32). How-
ever, it has been shown in Ref. 30 that within DFPT the
perturbation can be determined by the knowledge of only
ground-state properties. Eq. (29) is solved by inserting the
chosen expression for electronic wave function (31) and by
solving for each order in the perturbation A, (R,?). At the zero-
th order, we obtain

(150 -

and at the first-order,

e R)| o (r) =0, (34)

[Aso — egp(®)] 6o (1) = 10 (x) Vv, (35)

Eq. (34) is simply the eigenvalue problem associated to the BO
Hamiltonian; Eq. (35) is solved in the framework of DFPT as
illustrated in the Section IV B.

The TDPES of the theory based on the exact factorization
remains unaffected if compared to the BO case, up to within
the first-order perturbation, as shown in Eq. (33). The vector
potential, which is identically zero in the adiabatic treatment,
becomes

AR = —Zth RO (Vo [ekha): (36)

This expression is obtained by using Eq. (31) in the definition
of the vector potential given in Eq. (20). Using Eq. (35) in
Eq. (36), an alternative expression is derived, which is used
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in actual calculations, namely,

AY(R,1) = Z M (R.AL (R) (37)

=-2 Z Y (R t) <(’DR V’,B) HBO - GBO(R)|‘10;{1)V“>
VB
(38)

where we have introduced the definition of the matrix ?{V" (R)
and the symbol A}, stands for the @ Cartesian coordmate of
the vector potential corresponding to the v-th nucleus. It is
instructive to give an alternative formula for the evaluation of
the vector potential matrix in Eq. (37), namely,

’ deO v'ﬁ(R)deO va(R)
" (R) =27 - - )
Aap ®) Z; Ve(R)

(39)

which is obtained by using Eq. (32) in Eq. (38) and acting
with the BO Hamiltonian on its eigenstates. This expression
is useful to determine the vector potential by combining the
NVPT with (explicit) non-adiabatic calculations. In general,
evaluating the vector potential from the full electronic wave
function in Eq. (11) is difficult because the exact electronic
state is not known, thus approximations have to be invoked.
Here, we have derived an expression that can instead be used
in actual calculations. However, in the present paper we focus
on Eq. (38) and we estimate it within DFPT.

IV. OBSERVABLES
A. Current and magnetic dipole moment

In a time-dependent picture, the expectation values of the
current and of the magnetic dipole moment on the instanta-
neous state of the system are employed to evaluate the rota-
tional strength giving access to the VCD spectrum in the linear
response regime. We will derive their expressions employing
the factorized form of the full wave function when calculating
explicitly the expectation values.

The current and magnetic dipole moment operators are
defined as

PN N e . Z,e

ﬂ:l_[e+l_[n:— —p; + ]\; P,, (40)
i=1 m v=1 v
and
& e & Ze
rh:rﬁe+1h”=—2—rle)i+z "R, xP,,

= 2m — 2M,c

(41)

respectively. Here, —e is the electronic charge, Z,e is the
nuclear charge, m and M, are the electronic and nuclear
masses, and c is the speed of light. The position and momentum
operators for the electronic subsystem are indicated as £; and
P:. respectively, and similar symbols are used for the nuclear
operators, R, and P,,. As expected, the vector potential does not
appear in Eqgs. (40) and (41) since we are not yet calculating
an expectation value. However, since the nuclear momentum
operator in position representation acts as a derivative w.r.t.
the nuclear coordinates R, the vector potential appears (only)
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when the derivative acts on the parametric dependence of the
electronic wave function. Indeed, if the factorization is not
introduced, such vector potential will never be present.

The expectation values of the operators in Egs. (40)
and (41) on ¥(r,R,?) are indicated with the symbol (- )y,

(f)y = / AR " (R, 1) [{Pr(r) |f2°| DR(1)),

+ﬁ"+§§;e

v=1 v

ARD YR (42)

and

(fi)y = / dRX*(R,t)[@R(t) || Dr(7)),

v¢ vaAV(R,t)] YR, (43)

4
v

We will now introduce the following symbols for the expec-
tation values of the electronic contributions to the current
and magnetic dipole moment on the (exact) electronic wave
function:

Ag(t) = (Or() |i°| Dr()),. (44)
mg() = (Or(?) || OR(?)),. (45)

If the BO electronic wave function is used to approximate
®g(r, 1), both equations, i.e., the electronic contributions to the
expectation values, vanish, as well as the vector potential in
Egs. (42) and (43), as mentioned above. It is, however, now
possible to insert the NVPT approximation to the electronic
wave function, Eq. (31), and this leads to the following expres-
sions for the expectation values:

(g = (") +

lMZ

<P +AL(R, t)> (46)

Z
3

i)y > (mgV(0) +

v % [Py + AR )X.

<
Il

(47)

Here, we have written the expectation values (on the left hand
sides) on P, the full electron-nuclear wave function, in terms
of expectation values of new observables on y, the nuclear
wave function only. Therefore, the vector potential naturally
appears in the equations. In addition, since the electronic wave
function has been approximated, as stated above, by using
Eq. (31), we obtain that the current and the magnetic dipole
moment contain an electronic contribution that is first-order
(1) in the perturbation. The second terms in both equations,
containing the vector potential, correct the nuclear contribu-
tion to both expectation values and these corrections shall
be considered within NVPT since they are first-order in the
perturbation parameter A, (R,f) (see Eq. (37)). Standard ap-
proaches do not consider these correction terms, because the
vector potential is a quantity that has been introduced only
in the context of the exact factorization. We will compute
explicitly these corrections in Section V, but we can already
anticipate that while the first (standard) term is O(, ), because
of the P,,/M,, term, the correction is O(h,/M,) since the vector
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potential itself has a linear dependence on the perturbation
parameter.

It is worth mentioning here that the advantage of intro-
ducing expectation values on the nuclear wave function, rather
than on the full wave function, becomes clear when the clas-
sical approximation for the nuclear subsystem is considered.
In this case, due to the properties of the nuclear wave function
in the factorization framework (y is a proper wave function,
as it evolves according to a TDSE, and leads to the density
and current-density calculated from the full wave function), the
classical limit can be performed by imposing that the nuclear
density infinitely localizes, at each time, at the classical posi-
tion denoted by the trajectory. The second terms on the RHS
of Egs. (46) and (47) then become simply functions of phase-
space variables. It is important to notice, however, that the
vector potential has to be taken into account to appropriately
relate the nuclear velocity and momentum.

B. Rotational strengths from density functional
perturbation theory

The direct numerical solution of Egs. (34) and (35) is
very expansive for systems with more than a few degrees of
freedom. Already, the calculation for small chiral molecules
requires an approximate treatment of the electronic structure
problem. In our implementation, we resort to standard Kohn-
Sham (KS) density functional theory (DFT)®~"! with gener-
alized gradient approximation to the exchange-correlation
functional.”>”* For simplicity, we will limit our discussion to
the case of spin saturated closed shell systems and drop the
explicit notation of the parametric dependence on the nuclear
positions.

In the framework of single determinant KS-DFT, Eq. (34)
directly translates to the standard BO ground-state electronic
structure problem

[As - €565 =0, (48)

with the unperturbed KS Hamiltonian I-AI;?)
turbed KS orbitals ¢(0) and KS energies e(oo of the occupied
electronic states 0. In DFPT,’*78 the calculation of the non-
adiabatic correction to the ground-state orbitals can be done
without explicit knowledge of the unoccupied states via a
Sternheimer equation,79

€| Pegy)(x) = P [{901103(X),  (49)

with a projector on the manifold of the unoccupied states P,
=1-3,¢,){¢o|- The perturbation Hamiltonian on the RHS,
I:I;{I)S[{qﬁ{,}], can depend on the electronic density response
and hence implicitly on the perturbed orbitals on the left hand
side. This is the case for electric field or nuclear displace-
ment perturbations and requires a self-consistent solution.
Explicitly, Eq. (49) for a nuclear displacement perturbation j

reads

and the unper-

—P[A -

(0)]P dgY(r) B 3H1<s

~Pe [ - or = P ool (50

The perturbed KS orbitals (9Rj¢(0 )(r) are the gradient of the
KS orbitals ¢£,O)(r) w.r.t. a nuclear displacement j. They can be
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used for the calculation of the electronic APT in the position
form. 330
The corresponding translation of Eq. (35) to DFPT reads
BBy — Q| Begl () = Peiig 60 (0) V). (51)
Also this equation is reminiscent of a Sternheimer equation.
However, instead of an explicit perturbation Hamiltonian act-
ing on the unperturbed KS orbitals, the RHS is proportional to
the gradient of the ground-state wave function w.r.t. a nuclear
displacement. As already discussed, this gradient is accessible
via Eq. (50). This method requires two response calculations,
a self-consistent one for the nuclear displacement perturbation
and another for the nuclear velocity perturbation.

Recently, a related approach to the calculation of NVPT
has been reported”® which relies on an iterative finite-differ-
ences scheme for the construction of the intermediate nuclear
gradient information.

With the imaginary correction to the BO electronic wave
function in Eq. (31), it is possible to calculate the electronic
APT & in the velocity form,

i)
= Z<¢o|uﬁl¢§‘(m>> (52)
OR),
and the electronic AAT 7,
v o_ (1)
L,ﬁ— (9R}’, Z«m 10 ) (53)

For the calculation of the magnetic moment, a choice of the
origin of the position operator has to be made. This poses
additional complications for the calculation of observables in
the condensed phase where periodic boundary conditions are
used. For a detailed discussion, we refer to the literature®*° and
to the Appendix.

The nuclear AAT 7 is decomposed into its “conventional
contribution and the correction due to the presence of the vector
potential

4

4
= 2 eapy R, + AT (54)

where we used Einstein’s summation convention for repeated
indices. The correction due to the additional term in the nuclear
magnetic moment in Eq. (47) is given by the derivative of

ve
14 VV V
Gﬁy(sR ﬂ n

(55)

n Ze
(Amﬁ) = 2M GﬁyéRyAé = Q,M

w.I.t. R{V,. Written in this form, the correction to the mag-
netic moment depends linearly on the nuclear velocities, via
the identification k);/ = R,‘;’. However, this dependence can be
removed in the picture of the nuclear AAT. To see this, we
evaluate the vector potential matrix of Eq. (38) as

= 2Z<¢Siv o As =€), ) (56)

and take the derivative of Eq. (55) w.r.t. a nuclear velocity. This
gives the correction to the nuclear AAT as

Eﬁy(sRV ﬂ (57)
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This expression illustrates two features of the correction.
First, it is non-local in the nuclear contributions, i.e., all nuclei
contribute to the AAT of a single nucleus. Second, the pre-
factor contains the inverse nuclear mass, while the conven-
tional contribution does not.

V. NUMERICAL RESULTS

The presented NVPT has been implemented in our devel-
opment version of the CPMD?%# electronic structure package.
The calculations have been performed using DFPT’®7® with
Troullier-Martins®! pseudo-potentials and the BLYP’>73 func-
tional. We have employed a plane wave cutoft of 100 Ry. The
fluorine pseudo-potential with a radius r. = 1.2 has been used.
The geometry optimizations, harmonic analysis, and magnetic
field perturbation? calculations were done using the electronic
structure program Gaussian 09 Revision D.01%? employing
aug-cc-pVTZ basis set®® and BLYP functional.

A. (S)-ds-oxirane vs. oxirane

The vector potential from Eq. (37) has been calculated for
a small rigid chiral molecule, (S)-d,-oxirane shown in Fig. 1.
As will be clear from the numerical results, the vector potential
contributes only a small fraction to the rotational strengths Ry
(with k = 1,...,15 for the (S)-d,-oxirane and oxirane), as it is
computed within a perturbation theory approach. The vector
potential is first-order in the perturbation parameter A, (R,?)
and it appears as an explicit O(M,!) term in the expressions
of the current and of the magnetic dipole moment. Further
analysis, currently under investigation, is focussing on the
calculation of corrections due to the vector potential in explicit
non-adiabatic molecular dynamics, in order to estimate the
actual effect of the vector potential on observable properties
as the VCD signal.

Before presenting the results for (S)-d,-oxirane, let us first
discuss the case of oxirane, a non-chiral molecule. Oxirane dif-
fers from (S)-d,-oxirane in the deuterium atoms, which are re-
placed by hydrogen atoms. In Fig. 2, we draw as blue arrows®*
the velocities corresponding to normal modes at 1127 cm™!
(upper panel) and at 1489 cm™! (lower panel), which have been
selected as examples among the 15 total modes. Perturbations
parallel to these velocities are used in Eq. (37) to construct
the vector potential, which are shown as red arrows in the
figure. It is very interesting to notice that in the case of a
non-chiral system, the vector potential maintains the same
symmetry of the vibrational modes and is nearly anti-parallel
to the nuclear displacement: this is what one would expect, if

FIG. 1. (S)-d,-oxirane.
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FIG. 2. Vibrational modes at 1127 cm™! (upper panel) and at 1489 cm™!
(lower panel) for oxirane, with nuclear velocities indicated as blue arrows.
The corresponding vector potential is shown as red arrows.

the vector potential is not to affect the VCD properties, i.e.,
current and magnetic dipole, and thus the rotational strength
of the molecule.

In the case of (S)-d,-oxirane, the results are quite different,
as shown in Fig. 3. Again, the velocities corresponding to the
normal modes are indicated as blue arrows, whereas the vector
potential is drawn in red. The selected modes are at 896 cm™!
and at 1089 cm™'. It is clear in this case that (i) a well-defined
symmetry of the vector potential cannot be identified and, as a
consequence, (ii) it is not simply (anti-)parallel to the normal
mode velocities, as was the case for oxirane. This behavior

FIG. 3. Vibrational modes at 896 cm~! (upper panel) and at 1089 cm™!
(lower panel) for (S)-d-oxirane, with nuclear velocities indicated as blue
arrows. The corresponding vector potential is shown as red arrows.
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TABLE 1. Normal modes for (S)-dy-oxirane. The frequencies of the modes
are indicated in the first column, the rotational strengths R are listed in the
second column, from Eq. (4), the corrections AR due to the vector potential
are reported in the third (absolute value) and fourth (relative correction)
columns.

v (cm™!) R (107* esu? cm?) AR (107* esu? cm?) AR/R (%)
647.50 -0.45 —-0.003 0.67
733.42 10.54 0.016 0.15
769.76 3.29 0.001 0.05
856.38 2.70 0.002 0.09
894.67 -3.89 0.006 0.15
936.33 -20.26 0.001 0.01
1088.21 8.34 —-0.027 0.32
1093.95 -4.97 0.004 0.09
1210.44 10.45 —-0.029 0.28
1326.86 -0.76 0.0002 0.03
1377.38 -8.17 0.025 0.31
2235.16 -22.90 -0.010 0.04
2244.19 16.78 0.011 0.07
3047.68 -32.59 —0.063 0.19
3054.15 47.04 0.047 0.10

thus results in an actual contribution of the vector potential
to the VCD properties of (S)-d,-oxirane. Such contribution is
quantitatively estimated by calculating the correction to the
rotational strengths in Eq. (4) of (S)-dy-oxirane, due to the
vector potential terms in Eqs. (46) and (47). Table I lists, for all
modes in the (S)-d,-oxirane, these rotational strengths Rj and
the corrections ARy, due to the presence of the vector potential
in the current and in the magnetic dipole moment.

As discussed above, we notice from the results reported
in Table I that, despite the fact that the vector potential is non-
zero, its effect is quite small, being of the order O(M ). In fact,
while the M, ! dependence in Egs. (46) and (47) is removed
in the first contributions, being these first terms proportional
to the momentum, the second terms are actually O(M;").
We recall, however, that in the procedure developed in this
paper, the vector potential is evaluated within the NVPT, thus
being first-order in the perturbation. In a situation where the
electronic wave function has a strong non-adiabatic character,
namely, where the correction to a BO-type wave function is
not small in the nuclear velocity, a larger contribution may be
expected. Moreover, in the cases where the vector potential
is singular, e.g., for adiabatic states that are locally degen-
erate in R-space, this correction may become very important.
However, further studies are required to develop a scheme that
allows for the calculation of the vector potential beyond the
NVPT.

B. Comparison with magnetic field
perturbation theory

Further molecular systems have been investigated, namely
(R)-propylene-oxide and (R)-fluoro-oxirane shown in Figs. 4
and 5.

In this section, we report the dipole D and rotational R
strengths calculated by employing NVPT, indicated with the
symbols Dyyp and Ryvp in Tables II-1V, and we compare these
results with the magnetic field perturbation (MFP) theory,*’
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HsC

FIG. 4. (R)-propylene-oxide.

FIG. 5. (R)-fluoro-oxirane.

F

TABLE II. Normal modes, dipole and rotational strengths, for (S)-ds-
oxirane.

Dwvirp Dnvp Rwvrp Rnvp
7 (cm™ (1074 esu? cm?) (107* esu? cm?)
647.50 0.55 0.85 -0.35 —0.45
733.42 123.35 124.88 8.73 10.54
769.76 53.44 51.77 3.17 3.29
856.38 145.31 145.55 431 2.70
894.67 9.78 10.24 -3.37 -3.89
936.33 39.73 39.24 -19.14 -20.26
1088.21 3.79 4.44 6.95 8.34
1093.95 1.41 1.71 -3.98 -4.97
1210.44 26.26 26.09 9.56 10.45
1326.86 0.34 0.37 -0.91 -0.76
1377.38 11.65 10.78 -7.50 -8.17
2235.16 49.17 50.88 —22.60 -22.90
2244.19 12.63 12.81 16.80 16.78
3047.68 11.43 11.66 -32.80 -32.59
3054.15 58.64 60.16 46.63 47.04

Dyrp and Rypp in the tables. Such comparison has been carried
out also for (S)-d,-oxirane (Table II). Furthermore, Tables III
and IV show the corrections AR to the rotational strengths due
to the vector potential term in Eq. (37), as already presented
for the case of (S)-d,-oxirane in Section V A. In all tables the
first column indicates the normal mode frequency, the second
and third columns are the dipole strengths from MFP and
NVP theories, the forth and fifth columns show the rotational
strengths from MFP and NVP theories. In Tables IIl and IV, the
sixth and seventh columns are the corrections computed from
(37), which in general are the same order of magnitude as the
corrections reported in Table I for (S)-d,-oxirane.

J. Chem. Phys. 143, 074106 (2015)

TABLE III. Normal modes, dipole and rotational strengths (with correc-
tions), for (R)-propylene-oxide.

Dyrp Dnve Rvre Rnve AR AR/R

7(em™) (107%esuZcm?)  (107* esu?cm?)  (107* esu® cm?) (%)

202.12 6.91 7.12 3.54 3.47 —-0.001 0.03
355.33 4522 46.63 -12.84 -12.56 0.008 0.06
398.40 38.74 3886 -3.72 -3.79 0.004 0.11
717.36 55.11 5251 13.88 13.21 0.005 0.04
795.26  217.23 219.15 2.47 1.62 0.007 0.44
875.72 1854 1725 2636  26.99 0.039 0.14
929.21 51.55 51.53 -35.52 -37.03 -0.049 0.13
1008.29 2484  26.62 2.88 453 —-0.004 0.09
1089.09 1853 19.17 -6.03 -6.56 0.006 0.09
1112.88 7.92 7.79 6.65 7.50 0.023 0.31
1126.68 11.68 1256 -13.44 -14.67 -0.034 0.23
1150.27 1.51 1.40 1.54 1.23 0.003 0.24
1246.96 19.77 1985 -8.06 -8.01 -0.004 0.05
1371.08 10.35 9.83 3.30 3.53 0.007 0.19
1388.57  60.08  60.10 13.99 15.15 0.007 0.05
1447.69 13.15  14.16 1.34 1.45 0.005 0.32
1461.62 1541 1662 -1.69 -1.90 —-0.008 0.42
1480.79 10.14 9.99 4.66 4.69 —-0.005 0.11
2955.51 27.68  28.86 1.64 1.64 0.0002 0.01
3000.54 4129 4450 -0.29 0.20 —-0.009 4.53
3005.59 2270 24.14 5.13 6.04 -0.034 0.56
3007.28 2257 2286 -13.92 -15.14 0.053 0.35
303247  47.06  50.07 7.29 7.16 -0.019 0.27
3079.38 4131 41.09 -7.19 -731 0.013 0.17

From the comparison between the two perturbation
approaches, we notice an overall very good agreement not
only in the absolute values of the dipole and rotational
strengths, but also in the signs of the rotational strengths for the
three systems investigated here. The MFP theory of Stephens?’
can be considered a “more standard” approach, nowadays
implemented in most quantum-chemistry packages, thus it

TABLE IV. Normal modes, dipole and rotational strengths (with correc-
tions), for (R)-fluoro-oxirane.

Dvrp Dnve Rwmrp Rnve AR AR/R
v(em™) (10%esu?cm?)  (10*esu?cm?)  (107* esu® cm?) (%)
411.61 52.63 53.11 9.48 9.80 —0.003 0.03
48291 30.46 31.23 -3.10 -2.91 0.002 0.06
733.56 124.68 123.64 40.79 3991 0.031 0.08
804.61 501.12 497.82 -12.79 -9.85 0.007 0.07
927.57 24498 246.52 -27.57 -34.46 -0.052 0.15
1059.05 28.75 25.77 -9.38 -9.09 -0.019 0.21
1069.68 312.66 321.09 22.55 22.47 0.048 0.21
1106.47 5.52 495 -8.37 -8.84 -0.022 0.25
1125.52 11.52 11.28 4.11 4.77 0.005 0.10
1252.78 88.68 87.54 -0.07 1.73 0.006 0.32
1344.65 150.66 150.18 -6.39 -7.04 -0.016 0.23
1470.12 42.55 44.05 0.73 0.77 0.008 1.06
3024.87 20.22 21.53 1.64 1.53 0.003 0.16
3068.24 22.58 23.21 -1.07 -1.00 0.008 0.84
3115.60 14.50 14.02 0.34 0.37 -0.007 1.79
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represents a suitable benchmark for the new approach intro-
duced in Ref. 30 and discussed in the present work.

VL. CONCLUSIONS

One of the main goals of the paper has been to provide
rigorous basis for the development of the NVPT approach to
VCD. In this context, the complete adiabatic approach pro-
posed by Nafie!” was adopted in previous study®® as starting
point, where the electron-nuclear wave function is approxi-
mated as a single product of a (nuclear) vibrational contribu-
tion and an electronic term. In particular, such electronic term
contains corrections to the BO state which are first-order in
the nuclear velocity. In the present work, we make this idea
exact, in the sense that the starting point is not an approximate
factorized form of the full wave function. The starting point
is provided by the exact factorization of the electron-nuclear
wave function, where approximations are inserted at a later
stage in order to make numerical calculations feasible. The
method outlined here can thus be seen as a rigorous basis for
NVPT: at the first stage of the derivation, we describe how
to recover the BO working equation from the exact electronic
equation and at the second stage, a perturbation to BO is
considered. Also, this perturbation does not rely on the use of
the nuclear velocity as small parameter, in fact such parameter
is, more generally, related to the spatial variations of the nu-
clear wave function from the factorization. Only in the classical
limit, at O(%%), these variations lead to an interpretation in
terms of nuclear velocity. In the new approach presented here,
a full quantum picture can be maintained, without invoking the
classical approximation.

The second main result confirms the importance of using
the exact factorization as starting point for the development
of approximations. The time-dependent vector potential of the
theory naturally appears in the observables, i.e., the current
and the magnetic dipole moment, necessary for the calcula-
tion of the VCD spectrum. Therefore, within the perturbation
approach presented in the paper, we have evaluated the vector
potential using the harmonic approximation for the nuclear
motion. In this case, the contribution has been shown to be
small, but only further investigation, for instance in the context
of non-adiabatic molecular dynamics, will clarify the actual
extent of non-adiabatic corrections to the VCD signal. Also,
situations where the non-adiabatic couplings are important
shall be investigated, for instance for low-lying excited states,
where the exact factorization approach offers a strategy to
overcome the limitations of BO approximation in a rigorous
way.

According to the procedure presented in this work, NVPT
is suitable for an implementation in any ab initio molecular
dynamics code. Therefore, NVPT can be easily employed for
the study of VCD properties of chiral molecules in solutions
and for direct comparison with experimental data. Such proce-
dure allows also to evaluate the corrections due the vector
potential from the exact factorization approach. As it requires a
DFPT calculation for each geometry sampled by the molecular
dynamics trajectory, the numerical cost of a NVPT calculation
is slightly larger than standard BO molecular dynamics but
indeed feasible.
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APPENDIX: INVARIANCE UNDER CHOICE
OF THE ORIGIN

One of the main problems connected to the evaluation
of molecular properties and spectroscopies depending on the
magnetic field is to assure origin invariance of the final results.
In case of VCD, this requires the evaluation of the electric
and magnetic dipole moments, or accordingly, the APT and
the AAT. While the APT shows no origin dependency, the
exact AAT transforms under shifts of the origin O = O’ + A
as

o _ o 1
Map = Mg — Z 3¢ €pvs Dy Phs.
b2

(AD)

The rotational strength as a physical observable is gauge
invariant,

/0/ ’
Ri= > 3 P Miasy, sy,

aa’pB vv'
l ’ ’
- Z Z 30 €8yoDyPopPorsSarSar:  (A2)
aa’Bys vv’

since the second terms constitute triple products containing
two identical vectors.

The evaluation of origin dependent operators under peri-
odic boundary conditions has been extensively discussed in the
literature.®¢% A convenient approach is the combination of
statewise origins with maximally localized Wannier orbitals,
which has been applied successfully to the calculation of nu-
clear magnetic resonance chemical shifts.®°° The canonical
¢, and localized ¢, states are mutually related via the unitary
transformation for the unperturbed ground-state orbitals,

9o} = > U |por).

’

(A3)

o

This approach is based on the natural assumption that the
response orbitals are sufficiently localized in the region of their
respective unperturbed ground-state orbitals. In the distributed
origin (DO) gauge, the position operators are calculated with
the corresponding Wannier center as its statewise origin,

rp, = <§Do|f|‘p0>~ (A4)

The electronic AAT in a statewise DO gauge then is given
by
(Lp)ho = —(Gol(Fy = roy)sepyolelll, o) (AS)
aplpo = 5 \Pollly = Toy)Ps€pyslf, (v q)

and can be translated back to the common origin form via

10 =3 (Iho+ . Eepyolroy = 0))EL,  (A6)

o oyoé
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where & is the contribution of the state o to the electronic
APT. The numerical results in a supercell calculation are the
same for canonical and Wannier orbitals.3°
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2.3 IMPLEMENTATION OF THE NUCLEAR VELOCITY PERTURBATION THEORY

Apart from the rigorous derivation of the nuclear velocity perturbation theory (NVPT), also the first suc-
cessful implementation of the NVPT within a large-scale electronic structure program package has been
reported in the course of this work.”

We have chosen a plane wave electronic structure code (CPMD) in order to support vibrational circu-
lar dichroism (VCD) calculations in large-scale systems such as solvated (bio)molecules and supramolecular
assemblies. Technical details of the implementation are discussed in section 1.2 and in the following. The
starting point of the NVPT calculation is the Born-Oppenheimer wave function gog) (r)ineq.(2.2.34). Two
different applications of VCD have to be distinguished, the static and the dynamical picture.

In the static picture, the calculation of the normal modes g;, requires to work at the equilibrium geom-
etry Rg. The calculation of the NVPT does not require to be at the equilibrium geometry. This allows to
combine normal mode calculations of other programs or levels of theory, e.g. using the CP2K package.*”>%*
The NVPT then provides the atomic polar and atomic axial tensor, which together with the normal modes
yield the dipole D}, and rotational R}, strengths in the double harmonic approximation.

The calculation of dynamical, ab-initio molecular dynamics based spectra is discussed in section 3.2. In
this case, only the current fi(t) and magnetic m(#) dipole moments are needed. These can be obtained by
projection of the nuclear velocity on the atomic polar and axial tensors. However, this projection on the
nuclear velocity R(t) can also be done already before the NVPT calculation, as discussed in section 3.2.

The calculation of the NVPT correction requires two subsequent perturbation calculations. First, the
gradient of the electronic wave function ¢{®) (r) with respect to the nuclear positions R has to be calculated
for all nuclei that are to be moved. This nuclear nuclear displacement perturbation (NDP) is described in
section I.1.4. For a calculation of the atomic tensors, this has to be done for one nucleus v and one Cartesian
component « at a time, resulting in altogether 31V, self-consistent response calculations Ry,. If the projec-
tion is already done before the perturbation calculation at the level of the perturbation Hamiltonian, only
one self-consistent perturbation calculation is required. As discussed in section 1.4.4, this is one of the main
advantages of the NVPT over the magnetic field perturbation theory.

The gradient of the BO electronic wave function ¢®)(r), obtained via the NDP calculations, is used as
the right hand side of eq. (2.2.35) in the second non self-consistent Sternheimer calculation of the nuclear
velocity perturbation (NVP) correction {!)(r). Since the NVP correction is purely imaginary, the linear
order density response vanishes analytically and there is no need to solve the Sternheimer equation self-
consistently. On the implementational level, the wave function gradient is passed as the non-local part of
the perturbation Hamiltonian whereas the local part is set to zero.

Since both, the NDP and the NVP, are well defined also under periodic boundary conditions, the per-
turbation calculation can be done in the canonical Kohn-Sham (KS) basis. As described in section 1.3, only
the calculation of the expectation values requires a change of representation to maximally localized Wannier
orbitals (MLWO). The transformation matrix U®) is calculated from the unperturbed KS orbitals and is
applied to the unperturbed-, the NDP- and the NVP wave functions. With the localized wave functions,
it is possible to take the expectation values of the electric dipole moment operator fi with the NDP wave

function and of the current £t and magnetic m dipole moment operators with the NVP wave function.
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As described in section 1.4.4, the NDP yields the electric dipole moment derivative, i.e. the atomic polar
tensor (APT) in the position form, and the NVP yields the current dipole moment and magnetic dipole
moment derivatives, i.e. the APT in the velocity form and the atomic axial tensor (AAT). For the evaluation
of the momentum operator P, occurring in both, the current and the magnetic dipole moment operator,
it is necessary to explicitly evaluate the commutator of the position operator with the Hamiltonian. The
commutator is split in its local part, which is evaluated as the electronic gradient in reciprocal space, and the
non-local part, which is explicitly evaluated as a commutator.

The application of the position operator T under periodic boundary conditions is done with respect to
the corresponding Wannier centers r, as described in section 1.3. Using the translational relations of the
magnetic dipole moment or the AAT, the state wise contributions to the expectation value of the origin
dependent magnetic observables can be translated in a common origin gauge. In condensed phase systems,
a common origin cannot be defined and strategies to circumvent this problem are discussed in sections 1.3,
3.2 and 3.3. For molecules that do not extend over the whole cell, it is always possible to translate the gauge
of all contributing MLWO and nuclei to a common origin, e.g. the molecular center of mass.

The implementation has been tested extensively with small rigid molecules. As a reference, we have cho-
sen an existing implementation* % of the magnetic field perturbation theory, which employs a Gaus-
sian basis set. Both theories are found to be in excellent agreement. Regarding numerical aspects, the results
are analyzed for their correct origin dependence and gauge invariance of the physical observables. A useful
property for the comparison of the atomic tensors are the translational and rotational sum rule connections
between them. We find the APT position and velocity form to be equivalent in the basis set limit. For a
consistent transformation of gauge origins, the APT in the velocity form should be used. Further technical

aspects concerning the use of non-local pseudopotentials with moving nuclei are treated in section 3.4.
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ABSTRACT: We report the first implementation of vibra-
tional circular dichroism (VCD) within density functional
theory (DFT) using the nuclear velocity perturbation (NVP)
theory. In order to support VCD calculations in large-scale
systems such as solvated (bio)molecules and supramolecular
assemblies, we have chosen a plane-wave electronic structure
code (CPMD). This implementation allows the incorporation
of fully anharmonic effects in VCD spectra on the basis of ab
initio molecular dynamics simulations. On the conceptual
level, we compare our NVP results for rigid molecules with an

R
£

)’ ) dlt

existing implementation based on the magnetic field perturbation (MFP) technique using a Gaussian basis set and find an
excellent agreement. Regarding numerical aspects, we analyze our results for their correct origin dependence and gauge
invariance of the physical observables. The correlation with experimental data is very satisfactory, with certain deviations mainly

due to the level of electronic structure theory used.

1. INTRODUCTION

Vibrational circular dichroism (VCD) describes the response of
chiral molecules to left and right circularly polarized radiation in
the infrared (IR) range. For enantiomers, the VCD spectrum
shows the same intensities but has opposite signs. VCD
spectroscopy is a widely used tool for the determination of the
absolute configuration of chiral molecules."™* Its application
range comprises, in particular, most biomolecules (as, e.g,
polypeptides). Because of its intrinsic connection to the
underlying molecular structure, VCD is one of the most
structurally sensitive spectroscopic techniques available.

The ab initio calculation of VCD has proven to successfully
predict experimentally observable spectra.®~> Its presently most
applied form is the magnetic field perturbation theory (MFP),°
which is implemented in the Gaussian”® and, e.g., more
recently, in the ADF® packages.

An alternative theory of VCD was proposed theoretically by
Nafie. He showed that the calculation of the required magnetic
transition dipole moment needs non-Born—Oppenheimer
contribution in the wave functions.'®"" In the nuclear velocity
perturbation theory (NVP),"”™'* this is achieved by the
perturbative calculation of the complete adiabatic (CA)
correction to the Born—Oppenheimer ground-state orbi-
tals."*™'® This provides a closely related yet conceptually
different route for the calculation of VCD spectra. In particular,
this allows for an efficient calculation of molecular dynamics-
based VCD spectra. However, to this day, no successful
implementation of the NVP-theory of VCD has been
reported.'”

v ACS Publications  © 2013 American Chemical Society 5305

It is known that the VCD spectrum is highly sensitive to
configurational changes and solvation effects.”*™>® Theoret-
ically, this has been addressed by incorporating anharmonicities
and implicit or explicit solvant models.** *® However, the
influence of hydrogen bonding solvents is known to require the
consideration of explicit solvants beyond the harmonic
a};)proximation.27 Furthermore, the increasing interest in VCD
spectra for large-scale systems such as biomolecules has given
rise to various fragmentation based approaches.”***73° Both
problems can naturally be addressed by our extension of the ab
initio theory of VCD to extended systems.

In this work, we report the first implementation of the NVP
theory of VCD. After revising the basic constituents of the
harmonic VCD theory, we present a reformulation of Nafie’s
NVP theory within density functional theory (DFT)*' 73 using
linear order density functional perturbation theory
(DFPT).>*** The resulting expressions are implemented and
numerically analyzed for their correct origin dependence and
gauge invariance. The implementation is based on the plane-
wave electronic structure code CPMD,* allowing for ab initio
VCD calculations of extended systems such as solvated
(bio)molecules and supramolecular assemblies. We compare
our NVP results with an existing MFP implementation using
Gaussian basis sets and find an excellent agreement of the
harmonic spectra.
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2. METHOD
2.1. Constituents of VCD Theory. The experimentally

observable vibrational absorption intensities are theoretically
accessible by the involved transition dipole moments. In the
harmonic approximation, the dipole and rotational strengths for
the gy — g, vibrational transition in the electronic ground-state
are given as

D = Re[ (@), (a),] (1)
R = Im[(@),-(sh),] @)
DY = Re[(f },,-(f )], 3)
RY = Im[ (@ ), (), ], ™ @

where (r) denotes the position and (v) the velocity form of the
dipole and rotational strengths D and R, and the brackets (-)
represent the transition matrix element g, — g, of the
vibrational mode m with frequency w,, The electronic and
magnetic dipole moments are composed of electronic and
nuclear contributions:

ho=i R (s)
~ A A
= —Zeri+ ZeZR (6)
j 2
m =+ /' (7)
Y
e " YA B
= — —F X I; + —R X R 8
Z 2c’ J Z 2c ®
j A
where the summation runs over all electronic states (j) and

atoms (4). In eqs 3 and 4, (ﬁ ) represents the total current,

)
~Y ek + Y Z'R" (10)
i A

and eq 3 corresponds to a current—current correlation.
Equations 1—4 are valid in the absence of quadrupole
contributions. This condition is fulfilled in the isotropic
rotational ensemble average.*' The meaning of the time

B =h +h

derivatives ¥ and R, as well as derivations, with respect to R,
will be clarified later.

The electronic and magnetic transition dipole moments arise
due to the vibrational motion of the nuclei in the respective
normal modes. They are related to the vibrational nuclear

displacements via the total Atomic Polar Tensor Pt (APT) and
the Atomic Axial Tensor M* (AAT)

A A A
P05/3 = 8(1/3 + Na/i (11)

A 2
My =T+ Ty (12)
which have the following electronic (e) and nuclear (n)
constituents:"

M)
oR}

aff

(13)

5306

e

aff 5 A
OR/ (14)
i)
I =
PR (15)
o)
N = P2 = ozt
b (16)
fiy)
NA) = ‘ﬁ A
“ . “ (17)
0<rn> 7’
2 ﬁ ez
Top = oR Zs,,/;, v
(18)

In the harmonic approximation, the expectation value for the
nuclear contributions is taken classically which yields the
analytical expressions given in eqs 16—18. The electronic
contributions require a quantum mechanical expectation value
that must be computed numerically. The involved dipole
operators for the electronic degrees of freedom are

A = —et (19)
ﬁe = —ef (20)
= ——f X
2c (21)
where the velocity operator is

P i rne
r=—[H, ¢

P @)

Using Einstein’s summation convention for repeated Greek
indices, the dipole and rotational strengths of the mth normal
mode in the position and the velocity form are

DY) = piopiingt si (23)

PLOME 5. (24)
D(v) pz(v)pi 5;) 4 Sk (25)
RY = PAOML 8% 8L, (26)

The Cartesian displacement vector S?, describes the displace-
ment of nucleus A in direction @ due to the mth normal mode

(Qu):
_ OR}

6QmQ0

y o
-

am —

Q=0 (27)

2.2. Nuclear Velocity Perturbation in DFPT. By
construction, the Born—Oppenheimer ground-state wave
function does not contain the nuclear momentum information
necessary for the calculation of electronic fluxes. This, in turn, is
needed for the calculation of the magnetic transition dipole
moment of a molecular system as required by the theory of
VCD. In the literature, there are different perturbative
approaches to address this problem, as outlined in the
Introduction. In this work, the Nuclear Velocity Perturbation
(NVP) approach, originally proposed theoretically by Nafie,"*
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is used. This requires the perturbative calculation of the
complete adiabatic correction (CA) to the Born—Oppenheimer
ground state. The following derivation of the NVP approach
focuses on the implementation in the CPMD DFPT frame-
work. For a detailed derivation, we refer the reader to the
original theoretical works of Nafie or his recent book.'”' '3

The idea of the NVP approach is to take into account the
linear term of the adiabatic coupling, which can be formulated
in condensed form as

(BILT", W) = (HIT M) + (Bl-ihdgH) R (28)

where " is the nuclear kinetic energy operator, ¥, the total
electronic wave function of state k. The linear term is taken as a
perturbative correction to the electronic structure problem, i.e.,
a nuclear coordinate derivative is acting on the electronic
degrees of freedom. This gives rise to an adiabatic imaginary
correction to the Born—Oppenheimer ground-states, but leaves
the electronic energy and, thus, the molecular dynamics
unchanged. The resulting modified electronic structure
problem is

(H® — E)M,) = ihR-0gl'¥,) (29)

which introduces a complex correction to the Born—
Oppenheimer wave function. Separating real and imaginary
part as adiabatic (A) and complete adiabatic (CA) contribution
and developing to first order around R, and R, = 0 gives the
following Ansatz for the complex complete adiabatic wave
function:

¥ R R) = WA, R) + ¥, R, R) (30)

= \yk (r, Ry) + lP (1'; Ry)-(R = R,) (31)
+ iP®(r, R, Ro) R

where the superscripts in parentheses, (R) and (R), denote
partial derlvatlves with respect to the corresponding quantity,
e.g, PR = 9P, /R The real part of the adiabatic correction,
i.e, the derivative with respect to a nuclear displacement R, is
accessible via DFPT calculation for a nuclear displacement
perturbation.’® As for the imaginary part, insertion of this
Ansatz in eq 29 yields a Sternheimer-like equation, which can
be solved iteratively:

(H* - E)¥® = ne® (32)

In the framework of single-determinant theories such as DFT
and DFPT, 3738 this relation directly translates to Kohn—Sham
orbitals ¢, :

(HEQ — eD)ig™)y = (33)

Since i¢§,"‘> is purely imaginary and does not change the
electronic density, no self-consistent solution is required.
With this complete adiabatic correction (CA), it is possible
to calculate the atomic tensors in the position and the velocity
form. The electronic APT in the position and velocity form is

- Z 810(1’)
— Z 0 A<¢CA| |¢CA>

Alp™)

A(r)
Saﬂ

= —2¢ Y (¢l JpRe)
: (34)
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Av) Ao(v)
&y =2 &

o

— Z aR(j(%CAlﬁglqsoCA)

= —2¢ Z <(15U(0)|i;ﬂ|¢0(&)>
0 (35)

and the electronic AAT is

I

w = Zfaﬁ
— Z 0 ;<¢CA| |¢CA>

=-= Z 5o )
oyé (36)

For both the APT in the velocity form and the AAT, the
accuracy and the gauge invariance of the results highly depends
on how well the hypervirial relation is satisfied:

GRS = (BT R
(37)
This provides an important criterion for the basis set
convergence. For a plane-wave basis with nonlocal pseudo-
potentials, this requires the explicit calculation of the
commutator in the velocity operator in eq 22:*

. ih .
= i[(]_{ ) f:] = —a + 1 [‘/nloc) i:]

h , h (38)

2.3. Gauge Dependencies. The APT shows no origin
dependency whereas the exact AAT transforms under shifts of
the gauge origpn O = 0" + AO =0’ + A as

>

20 Av
Mg = Mij = Le, A P

(39)
In the common origin (CO) gauge, the rotational strength as a
physical observable is gauge invariant:

RY = PEOMLT 'S Sk

amSa’'m T

e,,y,;A PLIPLLISE S

(40)
RY = PIIMET'SE Sk — s,,yﬁA PP S St
(41)

since the second terms constitute triple products containing
two identical vectors. For the position form of the rotational
strength, this is only true if position and velocity forms of the
APT are identical.

Alternatively, the distributed origin (DO) gauge provides
different choices for the gauge, which helps to reduce the gauge
dependence of the results introduced by basis set incompletion
and discretization effects:

p Ry 1 Ao
Mag = (Maﬂ)DO + Zeﬂré(Rﬂ o) )P () (42)

In this nuclear DO gauge, each AAT is calculated with the
nuclear position as the gauge origin. This reduces the
magnitude of the posmon operator in eq 36 and thereby
numerical instabilities.*> The translation from the distributed
origin to a common origin is achieved by the different
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translation vectors and guarantees the required gauge
invariance of the physical observable

v A AN oA o 1 VA A A A
Rr(n> = Pa}}‘})(M(z’/})DOSamSa'm + Z‘gﬁyﬁR}/ Pa;}V)Pa'gu)SamSa’m
(43)

The overall expression is again invariant under translations of
the origin. However, the last term cannot be factored out to
form a triple product, because of the dependency of R}’ on 1'.
Therefore, the DO gauge is invariant under common
translations of the origins but still requires the choice of a
particular set of distributed origins.

Using eq 39, it is always possible to translate a DO gauge
form of the AAT to a CO gauge form. In particular, it is also
possible to define different sets of distributed origins. One
convenient possibility is a set of statewise origins for the
electronic AAT

10 _ /74 o 1 0 J0(v)
Ia/i - (I(zﬂ)DO + Z_Cefiy&(Ay - Oy)8a5 (44)

where Si%(v) is the contribution of the state o to the electronic
APT in eq 35.

3. IMPLEMENTATION AND RESULTS

We have implemented the generalized Sternheimer equation
(eq 33) in the CPMD code.*® 1t is solved via an iterative
conjugate gradient minimization and does not require a self-
consistent solution. As for the related perturbation calculations,
this approach does not involve a sum over excited states. Since
the occurring perturbations do not include an explicit position
operator, these calculations can be done using canonical
orbitals ¢,. Because of the use of a plane-wave basis, no orbital-
dependent gauge factors are required. This is a major advantage
of this implementation, compared to atom-centered basis sets.
As mentioned above, the use of nonlocal pseudo-potentials
requires the explicit calculation of the commutator in eq 38.
However, origin-dependent operators under periodic boundary
conditions pose additional complications. Similar to the
implementation for NMR,** the expectation values of the
operators are taken with respect to maximally localized
Wannier orbitals ¢,.** The perturbed canonical and localized
states are mutually related via the same unitary transformation
as that for the unperturbed ground-state orbitals.

) =Y UCg) )
o 45

With this procedure, no cross terms between different Wannier
orbitals arise.** This approach is based on the natural
assumption that the response orbitals are sufficiently localized
in the region of their respective unperturbed ground-state
orbital. In the distributed origin gauge, the position operators
are calculated with the corresponding Wannier center as its
statewise origin:

r, = (gptlp) (46)

We checked that the numerical results in a supercell calculation
are the same for canonical and Wannier orbitals.

The established method to verify the accuracy of the
numerical results is the comparison of the tensor sum rules for
the APT and AAT.* They connect the magnetic property AAT
with the electronic properties, ie., the APT and the dipole
moment. In particular, this allows to check for consistency of
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the implementation. In the notation of this work, the
translational and rotational APT sum rules and the translational
AAT sum rules are given as

X =2 Puw
A

(47)
1 _ G
T = 2 Cunk
v (48)
2 A
Z(lﬂ = z e/f}/ﬁRy P&(z
a6 (49)
A
2?1/3 = 2c Z M(l[i
Y (50)
where p€ is the ground-state electric dipole moment. X° is zero
for neutral systems and X' = X? = X3 for all electron

calculations in the basis set limit.

To benchmark the implementation, it is convenient to
analyze small rigid molecules in the gas phase. We use R-d,-
oxirane for the different numerical benchmarks of the
implementation (see Figure 1).

)

D’A"”’D

Figure 1. R-d,-oxirane.

For the X° sum rule, which is ideally zero in all its
components, we calculate the Frobenius norm IZ° to quantify
the charge conservation. This provides a reference for the
expected accuracy of the remaining sum rules. The dipole
moment of R-d,-oxirane lies along the C2 symmetry axis which
is chosen to be the z-axis in our calculations. Therefore, only
the xy- and the yx-components differ from zero and are
opposite in sign and equal in magnitude. This is trivially fulfilled
for 2!. The remaining APT and AAT sums are decomposed in
their mean absolute value (symmetric) and the mean difference
(antisymmetric); e.g., for 2,

=) 1
) 52
o= I+ I (s1)

2 1 2 2
AZ, = EIIExyI — 1=, (52)

A proper benchmark of our implementation would require a
separate comparison of NVP with MFP results on the one hand
and the quantification of the effective core potential
approximation (ECP) on the other hand. At present, however,
this is not possible, since the MFP is not implemented in
CPMD or plane-wave codes with comparable ECP. We choose
the most commonly applied MFP implemented in the Gaussian
package as a reference. Thereby, we directly compare our
results to all electron (AE) ones. The basis set convergence for
R-d,-oxirane for different plane-wave energy cutoffs and the
results for the MFP calculation with Gaussian basis sets are
shown in Table 1.

The mean absolute values of the electronic sum rules
converge with relative errors of the order of IZ, i.e,, <1% for a
plane-wave energy cutoff of 200 Ry. A suitable criterion for the
required basis set convergence is the difference between the
position and velocity form of the APT sum rules. Their relative
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Table 1. Basis Set Convergence of the Sum Rules of the Atomic Tensors for R-d,-Oxirane for the Effective Core Potential
(ECP) Nuclear Velocity Perturbation (NVP) Implementation”

cutoff =0 Eiy Zg')
050 0.0501 0.6700 0.6746
100 0.0261 0.7577 0.7819
150 0.0095 0.7570 0.7639
200 0.0035 0.7572 0.7594
250 0.0041 0.7571 0.7580
AE MFP 0.0000 0.7547 0.7546

AT IR L) = A%

0.0058 0.7013 0.0066 0.6778 0.0911
0.0039 0.7857 0.0040 0.7946 0.1095
0.0040 0.7641 0.0040 0.7517 0.1005
0.0003 0.7596 0.0004 0.7400 0.0921
0.0008 0.7580 0.0008 0.7378 0.0935
0.0000 0.7270 0.0037

“The all electron (AE) magnetic field perturbation (MFP) reference is calculated with the Gaussian 09 package. The atomic tensors are given in
atomic units, and the plane-wave energy cutoff is given in Rydbergs. The computational details are appended as Supporting Information.

error is <1% already for a plane-wave energy cutoft of 100 Ry.
Similarly, their mean differences is of the order 10~ and
reduces with increasing basis set completion. All electronic sum
rules converge toward the MFP all-electron (AE) results with
relative errors of ~107> for 250 Ry.

The mean absolute values of the AAT translational sum rule

Ziy shows parallel convergence to the electronic sum rules.

Also here, the ECP results converge toward the AE results
within a relative error of ~1072 for 250 Ry. Both the ECP NVP
and the AE MFP results yield a systematically smaller AAT sum
rule, with a relative deviation on the order of 1072, with respect
to the electronic ones. However, the mean difference AX?
shows a different behavior. For both, the ECP NVP and the AE
MEP tensors, the difference AZiy is larger than the electronic
ones AE%E’)/ AE,ZC}(,V). The ECP NVP difference is much larger
than the AE MFP one and does not show any systematic
dependence on the basis set. We attribute this shift of Ziy to the
ECP approximation, since it does not show any gauge
dependence. This is evident due to its symmetry, ie., the
equal sign of both entries, which differs from numerical errors
introduced by basis set incompletion and the resulting gauge
dependence which yields an antisymmetric contribution.

The calculation of magnetic properties such as the AAT
requires the careful analysis of the gauge invariance of the
resulting physical observables. This especially applies to the
plane-wave basis with periodic boundary conditions. Even
though the sum rules are not direct physical observables, they
ideally are independent of the chosen origin and, hence,
provide a handy way to check for the correct dependence of the
intermediate results. Therefore, we compare the sum rules for
distributed origin (DO) gauge calculations (X)po with
common origin (CO) gauge calculations with different gauge

origins (Z)go. For example, for the AAT sum rule, this reads as

(Z)po = 2¢ 3 (Mo
A

(83)
(28 = 2¢ 3, M*
A (54)
Using the Frobenius norm, the relative error is
3y _ |(Z3)go - (Z)pol
e(Z) = 3
I(Z)pol (85)

The gauge dependence of the sum rules for different distances
of the R-d,-oxirane molecule from the gauge origin is shown in
Figure 2. The zero position corresponds to the molecular
nuclear center of charge located at the origin of the position
operator. We apply a sawtooth-shaped position operator for the
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Figure 2. Relative errors of the atomic tensor sum rules using the
common origin (CO) gauge and distributed origin (DO) gauge in the
nuclear velocity perturbation (NVP). Dependence of the relative
errors on the distance of the molecule to the box-centered gauge origin
for a simulation supercell with a lattice size of 28 A.

periodic boundaries that show a physically non-meaningful
jump at the cell boundary (i.e., here at 0.5). The results for the
CO and DO gauge calculations show a stable and gauge-
independent behavior as long as the linear response orbitals do
not extend to the ill-defined region of the jump in the position
operator. For relative positions of the molecule from 0.0 to
0.25, the values are constant, indicating full gauge-invariance of
our expressions. In particular, this allows for the translation of
gauge origins in the distributed origin gauge. Note that the
results in the distributed origin gauge are not affected by the
jump of the sawtooth position operator. This holds as long as
the orbitals are sufficiently localized in relation to the cell
boundaries.

An interesting result is the different behavior of the position
and velocity form of the APT. The velocity form does not show
any systematic gauge dependence, not even on the logarithmic
scale. The gauge dependence of the position form arises from
numerical inaccuracies as, e.g., grid effects, which turn out to be
of negligible absolute magnitude in our implementation (see
Figure 2). This illustrates the potential of the NVP approach to
obtain numerically gauge-invariant physical observables.

The calculation of isolated molecules using the supercell
technique inherently introduces artificial interaction of the
molecule with its periodic images. In particular, if the size of the
supercell is insufficient, the molecule interacts with the dipole
field of its mirror images. In order to quantify the relevance of
this effect, we show the dependence of the sum rules on the cell

dx.doi.org/10.1021/ct400700c | J. Chem. Theory Comput. 2013, 9, 5305—5312
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size in Figure 3. For all quantities, the decay perfectly follows OVrwe o T - - ' - ~
the L3 dipole contribution and, thus, can be controlled. 30 (MFP X T
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Figure 3. Dependence of the atomic tensor sum rules on the distance (NVP) and magnetic field perturbation (MFP).
between the mirror images. The cell sizes are 10, 12, 14, 16, 20, and 24
A 70 ; ; ; , ,
e
MFP X
60 | |
Finally, the dipole- and rotational strengths as the desired B= O ><O
physical observables must be benchmarked. Within the o 50 1
harmonic approximation, this requires the calculation of the 3 o
normal modes at the respective equilibrium geometry. Again, o 40r 1
we compare our ECP NVP results with the AE MFP results in a . % Q |
the Gaussian framework. The dependence of the results on the § xO
similarity of the normal modes introduces another potential % 20 | i
source of differences, which is known to be of the same order of 3
) . . . 46 10 L X i
magnitude as the inaccuracies of the actual atomic tensors. (X)@Z)
As benchmark systems, we again use R-d,-oxirane, the closely 0B o _ _ _ _ _
related R-propylene-oxide (Figure 4), S-norcamphor (Figure 0 10 20 30 40 50 60 70
5), and R-a-pinene (Figure 6). Experiment D / 10"*%su? cm?

0 Figure 8. Correlation of experimental dipole strengths of R-d,-oxirane
with calculated ones using nuclear velocity perturbation (NVP) and
magnetic field perturbation (MEP).

40 : . ; : : , : :
Figure 4. R-propylene-oxide. 0.0
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Figure 9. Correlation of rotational strengths of S-norcamphor
Figure 6. R-a-pinene. calculated with magnetic field perturbation (MFP) and nuclear
velocity perturbation (NVP).

The detailed table of the normal-mode frequencies and the

dipole- and rotational strengths for R-d,-oxirane is provided as are considerable numerical deviations of both methods with
Supporting Information. For visualization, we plot the respect to the experiment, which have a variety of different
correlation of the ECP NVP and the AE MFP results for the reasons. Besides the level of theory (DFT, gradient-corrected
dipole- and rotational strengths in Figures 7—10). xc-functional), the experimental values are mainly obtained in

The correlation with experimental data is very satisfactory, solution while the computed values represent gas-phase
with virtually perfect agreement between our results (NVP) numbers. Here, the available experimental data for the
and the existing Gaussian-based implementation (MFP). There enantiomer S-d,-oxirane have been used.*’
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Figure 10. Correlation of dipole strengths of S-norcamphor calculated
with magnetic field perturbation (MFP) and nuclear velocity
perturbation (NVP).

In the bigger systems, such as a-pinene, the effect of mode
degeneracies complicates the direct comparison. Some of the
normal modes are degenerate and show a different symmetry,
which strongly affects the sign of the individual contributions to
the rotational strengths. However, this effect is a shortcoming
of the harmonic analysis and not of the underlying atomic
tensors. We have verified this qualitatively by taking the same
normal modes for both calculations as is done for a-pinene (see
the Supporting Information).

On the other hand, this subtle effect nicely illustrates the high
sensitivity of VCD spectra on the molecular geometries, which
represents one of the great strengths of this method and again
highlights its suitability for structure determination.

4. CONCLUSION

We have presented the implementation of a reformulated
nuclear velocity perturbation (NVP) theory of vibrational
circular dichroism (VCD) within density functional perturba-
tion theory (DFPT). Our results show the proper gauge
invariance of the resulting physical observables. Our
implementation in the plane-wave electronic structure code
CPMD is the first successful NVP version of this theory. We
have benchmarked our results against the popular magnetic
field perturbation (MFP) theory implementation in the
Gaussian 09 package and find them to be in remarkably good
agreement. This work constitutes the basis for further
application of ab initio calculation of VCD spectra for large
biomolecular systems. In particular, NVP theory will allow for
an efficient calculation of anharmonic VCD spectra based on ab
initio molecular dynamics simulations.
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The Supporting Information gives additional data about
computational details and MFP-NVP-correlation plots for the
rotational strength and the dipole strength of R-propylene-
oxide and R-a-pinene. This information is available free of
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2.4 MOMENT EXPANSION OF THE ELECTRONIC SUSCEPTIBILITY

The spectral decomposition representation of the electronic susceptibility, as discussed in section 1.6.2, is a
compact representation of the full information contained in the electronic susceptibility. The full informa-

203,217,

tion allows e.g. to calculate responses to intra-molecular perturbations. *% For inter-molecular pertur-
bations, only a small part of the full response function is required. We have shown in this work,” that this
part can be separated via a moment expansion transformation, yielding a very condensed representation of
the response function for inter-molecular interactions. The derivation, analysis and benchmarking of this
transformation has been established in this work.

In order to assess the physical relevance of the eigenfunctions, we introduce a multipolar expansion of
the perturbing potential via a Laplace expansion in terms of real Racah normalized regular solid harmonic
functions R}™(r). We derive a unitary transformation in the space of the eigenfunctions, yielding subspaces
with well-defined moments. This transformation generates the irreducible representations of the electronic
susceptibility with respect to rotations within SO(3) and allows to separate the contributions to the elec-
tronic response density from different multipole moments of the perturbation. The transformation main-
tains the form of an outer product of non-orthogonal transformed moment generating states. The moment
expanded representation maximally condenses the physically relevant information of the electronic suscep-
tibility required for inter-molecular interactions, yielding a considerable reduction in dimensionality. The
performance and accuracy of this scheme is illustrated by computing the electronic response density of a

water molecule to a complex interaction potential.
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Moment Expansion of the Linear Density-Density

Response Function

Arne Scherrer and Daniel Sebastiani*

We present a low rank moment expansion of the linear
density-density response function. The general interacting
(fully nonlocal) density-density response function is calculated
by means of its spectral decomposition via an iterative Lanczos
diagonalization technique within linear density functional per-
turbation theory. We derive a unitary transformation in the
space of the eigenfunctions yielding subspaces with well-
defined moments. This transformation generates the irreducible
representations of the density-density response function with
respect to rotations within SO(3). This allows to separate the
contributions to the electronic response density from different

Introduction

The electronic response density is of paramount importance for
many physical processes. Theoretically, the electronic response
density is accessible from linear response theory which provides
a powerful framework for linking experiment and theory.

A central quantity in this context is the linear density-
density response function x(r,¥,») which directly links an
arbitrary external perturbation potential to its linear electronic
density response

Nresp (¥, w):Jx(n v, 0)Voer (¥, 0)dr. 6]

The frequency dependent density-density response function
y(r,¥ ) is a crucial ingredient to time-dependent density
functional theory" ™ as well as symmetry adapted perturbation
theory.”™ Via the adiabatic-connection fluctuation-dissipation
theorem,"®"" also GW calculations,"*™ fluctuation-dissipation
density functional theory, "> van-der-Waals""®**! or random
phase approximation (RPA)?*2® and beyond-RPA®?"~?! calcula-
tions are based on it.

Most established applications of the
response function use its sum-over-states representation.
In the Kohn-Sham (KS) formalism,?! this gives rise to the non-
interacting density-density response function y,(r, ¥, (u)m

density-density
[30,31]

+c.c. (2)

r,r,w)= lim -
AN N0) > et ortin

o iy RAGIACIAILAG)
=0t 5 e
with KS-orbitals ¢,(r), KS-energies ¢, and occupancies f,. The
interacting response function y(r,r,®) is obtained via a
Dyson-like equation.'

In the static limit (o — 0), the spectral decomposition of the
interacting density-density response function can be calculated

Wiley Online Library

multipole moments of the perturbation. Our representation
maximally condenses the physically relevant information of the
density-density response function required for intermolecular
interactions, yielding a considerable reduction in dimensional-
ity. We illustrate the performance and accuracy of our scheme
by computing the electronic response density of a water mole-
cule to a complex interaction potential. © 2015 Wiley Periodi-
cals, Inc.

DOI: 10.1002/jcc.24248

via Lanczos diagonalization techniques.*>=¢ Very recently,
highly promising results for GW and RPA correlation energies
have been achieved from explicit calculation of y(r,r, w)
using Lanczos chains.!">3” These techniques start from a diag-
onalization of the non-interacting static density-density
response function, calculate its frequency dependence via
Lanczos chains, and finally iterate the Dyson equation to
obtain the interacting frequency dependent density-density
response function.

The promising feature of this new Lanczos-based approach
is the use of the eigenfunctions of the density-density
response function as basis for subsequent calculations.!'>3”!
The conventional route via the sum-over-states expression in
eq. (2) employs auxiliary bases via density fitting techni-
ques.”™? Both ways of calculation yield a representation of the
frequency dependent density-density response function as a
weighted sum of auxiliary basis functions ®;(r). Due to the
symmetry of the density-density response function, it is possi-
ble to diagonalize the expansion, yielding frequency depend-
ent eigenfunctions y;(r, w) and eigenvalues Z;(w)

Nboasis
10 F )= O(1)7();(F) )
ij=1
Nbasis
=21i(r7 (u))v,-(cu)x,-(r/,w). (4)
=1

Using eq. (4) as our starting point, we present in this article
a new representation of the density-density response function

A. Scherrer, D. Sebastiani
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which is transformed in irreducible representations with
respect to rotations within SO(3). This allows to separate the
contributions to the electronic response density from different
multipole moments of the perturbation. Our representation
maximally condenses the physically relevant information of the
density-density response function required for intermolecular
interactions, yielding a considerable reduction in dimensional-
ity (Npasis)- This is particularly appealing for the calculation of
intermolecular interactions, because it will give access to inter-
molecular electrostatic energies with the accuracy of self-
consistent perturbation theory calculations at a fraction of
their computational costs.

The following derivation and our numerical validation is car-
ried out for the static limit (w — 0) of the interacting response
function of isolated molecules z(r,r).2® The results can be
generalized for the frequency dependent case, leading to the
perspective of simplifying the equations for the calculation of
RPA correlation energies and van-der-Waals interactions. It
should be noted that our expansion is well-defined for both
isolated and periodic boundary conditions.

The article is structured as follows. We first motivate the
need for a change of representation from the spectral decom-
position via a multipole expansion of the perturbing potential.
The desired new representation is obtained via an unitary
transformation of the eigenfunctions. This transformation is
first described indirectly by the properties of the resulting rep-
resentation. The actual algorithm to obtain the desired trans-
afterwards. By construction, the
properties of the multipole expansion depend on the choice
of the multipole moments, for example, traced versus traceless
multipole moments. We discuss the impact of this choice of
multipole moments on the properties of the transformation
and show the gauge invariance of the transformation under
periodic boundary conditions. For the numerical illustration

formation is derived

and validation of our approach, we discuss the analytical case
of the dipole-dipole polarizability and the convergence of the
electronic response for a complex intermolecular interaction.

Change of representation

In the spectral decomposition representation eq. (4), the
eigenvalue 4; gives a measure for the weight of its correspond-
ing eigenfunction y;(r) in the expansion of the response den-
sity for any arbitrary perturbation potential. The decay of the
eigenvalue spectrum motivates the truncation of the infinite
sum.

However, the eigenvalue does not solely determine the
physical relevance of an eigenfunction. The overlap of the
eigenfunction with the (unknown) perturbation potential often
has a more significant impact on the contribution of a given
eigenfunction. For a systematical quantification of this rele-
vance, we propose an expansion of the perturbing potential
Vpert (). We restrict ourselves to the case of a perturbing
potential arising from a charge density npe:(r”), which has a
vanishing overlap with the underlying density of the system
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Figure 1. Moduli of eigenvalues and weighted first order moments accord-
ing to eq. (9) of an isolated water molecule (note the logarithmic scale).
The eigenvalue is a measure for the importance of the corresponding
eigenfunction in the expansion of the response density for any arbitrary
perturbation potential. Almost all eigenfunctions show a significant first
order moment in at least one component.

n r/I)
_ [ oer(r") 3
Voen (r')= [Wd r. (©)

Such a perturbation allows a multipole expansion of its Har-
tree potential via a Laplace expansion

00

I
Voer ()= _ > V"RP(Y), (6)
=0 m=—1
in terms of real Racah normalized regular solid harmonic func-
tions R"(r'). It is important to note that the more general case
of a Taylor expansion including overlap effects is straightfor-
ward and will be discussed later on.
Combining egs. (4) and (6) gives

00 00 |
"resp(r)—Zx,-(r)(\/i_fZ > v,me,fm) o
i=1 =1 m=—I

with the traceless solid harmonic multipole moments of the
weighted eigenfunctions

O =\/%i(IR"). (8)

The weight of an eigenfunction is given by the value of the
parenthesis in eq. (7), which explicitly depends on the shape
of the potential V.

The simplest case of a constant electric field perturbation is
fully described by the /=1 terms, that is, V[Z,=0. For this
case, the multipole moments for /=1 and me {-1,0,1}
according to eq. (8) determine the physical relevance of the
corresponding eigenfunction. This expansion can be character-
ized by the decay of the maximum component of the modu-
lus of the weighted eigenfunctions @}"’

0] =max|®]"|. 9)

This decay of @} is depicted in Figure 1 for an isolated
water molecule.
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It is obvious that almost all eigenfunctions have a significant
moment (in at least one component m, corresponding to at
least one Cartesian direction). The decay is mainly due to the
weighting of the eigenfunctions with their eigenvalues. This
means that in the basis of the eigenfunctions, all eigenfunc-
tions up to a chosen convergence threshold have to be consid-
ered to obtain converged results for observable quantities as
e.g. the polarizability. This convergence requirement, in turn,
renders a practical implementation and application of eq. (7)
via eq. (8) computationally inefficient. This observation moti-
vates a change of the representation via a multipole expansion.

The transformation

The spectral decomposition representation of the density-
density response function reads

16 ¢)=>" 704 (F)=QA Q" (10
= -
with Q=[y;(r), x,(r),...] and A=diag[/;,45,...]. Due to the

negative definiteness of the spectrum of real eigenvalues, it is
always possible to find a decomposition as

a’, (1)

QO

1=QA*UUTA Q"=

with Q=Q AZU, where U is an arbitrary unitary transformation.

With transformed states
ii(r)=i: Ui/ 72 (r), (12)
=
this yields a new decomposition
=Y ). 03
iz

It is important to note that no off-diagonal terms appear in
the sum in eq. (13), even though the transformed states are
no longer orthogonal. This implies that the response due to a
transformed state y;(r) will have the same shape as the state
itself. eq. (7) directly translates to

00 00 /
nresp(r)=Zz,(r) (Z > v,mc:);m>7 (14)

i=1 1=1 m=—1
with transformed weighted moments

~Im

0, —Jj(i(r’)Rf"(r’)d3r’. (15)

Our goal is now to find a transformation U, which concen-
trates the physically relevant moments in few moment generat-
ing states and thus improves the convergence of eq. (14). The
transformed states (also during the iterative calculation of U) are
denoted with a tilde %;(r) to distinguish between orthonormal
eigenfunctions y;(r) and non-orthogonal transformed states
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7%i(r). The final transformed states of the complete unitary trans-
formation U obey additional symmetry properties (which are to
be explained in the following) and hence motivate a different
nomenclature, that is, the state index i is replaced by the sym-
metry (, m). To facilitate the distinction between the auxiliary
transformed states %;(r) and the final transformed states & (r)
we use a different letter of the Greek alphabet.

For most practical applications, the lower order moments in
eq. (6) (i.e. for low /) are more important than the corrections
due to higher order moment contributions. In the next sec-
tion, we give a way to obtain a unitary transformation, which
separates the contributions to the multipole moments in
moment generating states & (r), which fulfill

=mm’' i
Epmoif 1<

0 if

if’(r’)Rif”(r’)d3r’—{ (16)

I>7

In other words, the desired representation {&(r)} yields
states for which the subset {&™(r)|l <lmaxam € {—1I,... I}}
comprises the complete y response up to an angular momen-
tum channel of /.y

The fulfillment of such a condition allows to partition the
sum of the outer product of the transformed states in eq. (13)
in orders of the angular momentum expansion

x(r, r’):Z 2D (r, ) 17)
=
I
)= (), (18)
m=—/

yielding a moment expansion of the whole tensor and hence
of the induced density responses

”resr)(r):zn(l)(r) (19)
1=1
n(r) =J 20 (0 Woen (V)P (20)
I
= Z &ML Vper)- 1)
m=—|
Each set {&(r)jm € {—/,...,I}} is an irreducible represen-

tation with respect to rotations in SO(3), that is, eq. (17) is an
expansion of the density-density response function in terms of
irreducible representations.

The insertion of the expansion of the potential according to
eq. (6) yields

”reSP(r):ZZ Z Z & nEpm vy 22)

I'=11=1 m==I'm=—
oo [ I /

— =m ¢ \m=mm'ym’

=> > > dmEm Yy (23)
I'=11=1 m==I'm=-|

where the double infinite sum in eq. (22) collapses to a sum
up to /' using eq. (16). This dimensionality reduction illustrates
the notion of a “maximally condensed” representation.

Journal of Computational Chemistry 2015, DOI: 10.1002/jcc.24248
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For the example of a constant electric field (with V,’,’":O for
I" > 1), the quadrupole sum in eq. (23) collapses, since only 3
states are required to obtain the full response

Z Z V' Emm Em (). (24)

m=—1m=-1

nresp

In contrast to the in principle infinite sum in eq. (22), these
3 states contain the full information of density-density
response function for this perturbation which illustrates the
tremendous reduction in dimensionality.

Thus, it remains to find a suitable transformation U, which
satisfies eq. (16).

The algorithm

The moment expansion can be done with respect to different
sets of multipole moments. For simplicity of the notation, we
present the case of real traceless spherical multipole moments.
Alternative choices will be discussed later on. The real multi-
pole moment with symmetry (I, m) of the weighted eigenfunc-

tion /Z;;(r) is given as
S NECL AT (25)

We obtain the desired unitary transformation iteratively for
each moment (, m) with ascending | and m. The effect of the
transformation for a given multipole moment (/, m) should be
to concentrate all contributions to this multipole in one state.
We illustrate the procedure by explicitly discussing the first
transformation for /=1, m= —1. Since this is the first multi-
pole moment, the result of the transformation should be that
only the first transformed state has a non-vanishing moment
@)171 and all the other N - 1 states are moment free for /=1,
m=-1 (with N — o0).

The necessary transformation is obtained by iterative Giv-
ens-rotations®® for each state

U= 0. (26)
>
with elementary rotations determined by the angle ¢;; '
]*'I

1-1_ ®I
tang,; = o1 (27)
1

which is chosen such that the transformed moment (:);_1 van-
ishes after the Givens-rotation. After this transformation, the
remaining N - 1 states have a vanishing first moment for /=1,
m= —1. The transformation for the second moment /=1,
m =0 is obtained by rotating the transformed moments of
the N - 2 remaining states into the second state.

We will now give a more compact and generalized notation
for this algorithm. The unitary transformation for an expansion
to order In.x is obtained by iterative rotations for each
moment (/, m)
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*H H um. (28)

This requires an ordering of the moments, which naturally is
given by increasing order /| with ascending m within a given
order. For spherical harmonics (I, m), the most consistent real-
ization can be achieved by means of a joint index f

f(l,m)=P+I+m. (29)

The transformation U for a given moment (/, m) transforms
the original states y;(r) such that

o all preceeding states 7;(r) (i <f(l, m)) are left invariant

e the current state j;(r) (i = f(l, m)) comprises the moments
for (I, m) of all subsequent states.

e all subsequent states ¥;(r) (i>f(, m)) are moment free
w.rt. R (r)

The rotation for each moment [the generaliztion of eqs. (26)
and (27)] is obtained by iterative Givens-rotations for each
state, leaving the already expanded states invariant, that is,
starting from i, = f(l, m)

Ulmi H U((p’mml (30)

J>imin

The elementary rotations are determined by the angle <p§j"

~ Im

J

I E1))
i

tanqo,{;”:

which is chosen such that the moment @ vanlshes after the
Givens-rotation. The computation of the moments @

i 0. (32)
j=1

is done with respect to the already rotated states at order / - 1.
The calculation of ¢'™ requires only states transformed by U™
with f(I',m’) < f(I,m), that is, the first transformation is done
for the original weighted eigenfunctions.

The actual iterative calculation of the transformation U can
be performed working only on moments, that is, the states are
only used for the initial calculation of the weighted moments.
All subsequent steps are carried out on transformed moments.

This procedure is a rotation of the moment generating com-
ponents of the higher states on the current state %; (r), that
is, the current expanded state has a maximum contribution to
the current moment (/, m) and fulfills eq. (16). It can naturally
be labeled by its corresponding moment since it is not
changed by subsequent transformations

&rn) = 7, (1) (33)

The infinite number of eigenfunctions raises the question of
the convergence of this transformation. In principle, there are
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infinitely many eigenfunctions and their corresponding multipole
moments, which have to be taken into account. However, due to
the scaling with the elgenvalue their contributions will decay and
asymptotically for ® — 0 we obtain (p”"—O that is, the trans-
formation for noncontrlbutlng elgenfunctlons approaches the
identity matrix. In practice, we have to truncate the spectral
decomposition after a given number of N eigenfunctions, which
determines the dimension of the transformation matrices.

The moment expansion requires the choice of a coordinate
system as well as the specification of the used multipole
moments. We show in the following that the decomposition in
%" (r,¥) in eq. (17) is uniquely defined for each order /.

Choice of multipole moments

In the preceding sections, we have presented the theory of
the moment expansion for the choice of real traceless spheri-
cal multipole moments. This choice is always possible for non-
overlapping charge distributions and allows to write the for-
malism in a closed form using the completeness of the Y"
basis. It is straightforward to adapt the presented equations
for the case of complex or Cartesian multipole moments.
These kind of choices real/complex or Cartesian/spherical mul-
tipole moments give the same results for the overall decom-
position z)(r,¥) in eq. (17) and can be inter-converted by
simple transformations after the moment expansion.

A fundamental conceptual difference arises for the choice of
traceless respectively traced multipole moments. While trace-
less multipoles are sufficient for the case of nonoverlapping
charge distributions, overlap effects require the additional
trace information. To illustrate this and to introduce the
Cartesian notation for subsequent discussion, we resort to a
Taylor expansion of the perturbing potential in terms of
Cartesian coordinates. We do not impose further requirements
on the potential other than being analytical. This is a general-
ization of the Laplace expansion in eq. (6)

e v,,
Voert ( Z Vo) y ) (34)
k= =0
— Mz/ﬁ,,(r/)vsﬁ...' (35)

k=0

Here, o, f3, ... € X, y,z denote Cartesian directions and M"j (r)
are traced Cartesian multipole moment polynomials at order k

M,fﬂ"'(r')=r;r/ﬁ e (36)

k

Ve kg, 7

r=0

While there are 2k+1=:xleess(k) linear independent
components at order k for traceless multipole moments, the
additional k(k —1)/2 trace elements vyield (k+1)(k+2)/2=:
Klraced (j) distinct elements for the traced multipole moments
at order k, which have to be considered.””’

We denote the index of the distinct elements at order k by

Kk with k€ {1,..., k2 (k)} at which a suitable equivalent of
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the order in eq. (29) has to be chosen. With these choices, the
whole formalism translates straightforwardly and all presented
results apply here as well.

The gauge independence of the moment expansion is again
guaranteed by including the transformation for the trace ele-
ments at their respective order, that is, the iterative transformation
has to be carried out also for all trace elements at the present
order before starting the transformation of the next order.

The additional trace elements give rise to additional trace
terms in the moment expansion such that eq. (38) transforms to

o0
1(ee)=> "7 (r.¥) (38)
k=1
s k)
)= &mEr), (39)

k=1

with new moment expanded states &;(r). For traced spherical
multipole moments, the additional trace elements belong to
different irreducible representations and hence transform
under rotation only within their subspace. For Cartesian multi-
pole moments (traced and traceless), the rotational properties
are more complicated. It is, however, always possible to trans-
form from traceless Cartesian to traceless spherical multipole
moments and vice versa. In addition, the transformation from
traced Cartesian to traceless and traced spherical multipole
moments is straightforward. Therefore, the moment expan-
sion in eq. (38) is again uniquely defined for each order
(e, ¥).

In Cartesian notation, we obtain the equivalent relation of
eq. (23)

00 K eraced(kr) jctraced (k)

Nesp(D=D > Z > VEME &), (40)

k'=1 k=1 = k=1

where the Cartesian moment matrix M& is the equivalent to

the spherical moment matrix in eq. (16)

[awmg = M T IR
. 0 if k>K

This expansion allows the incorporation of overlap effects
into the moment expanded response formalism, which will be
necessary for the treatment of intermolecular interactions.

Gauge invariance

By construction, the rotated states 7;(r) for j> f(/, m) have van-
ishing moments @jl.m for ' <I,m’ < m. Here, we will show
that this property guarantees the invariance of the transforma-
tion under shifts of the origin R. The translational properties of
regular solid harmonics under a translation r'=r+R can be
expressed via the addition theorem!°*"

R (r+R)=

Z Z, A AmzR”“ (DR(R),  (42)
/z / /1 my=m— Ilm
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with A7"=1/(I+m)!(I—m)!. Since no hlgher order terms appear,
the calculation of the moments @ at order / for states 7;(r)
with j > f(I, m) is independent of the choice of the origin. Hence,
the gauge independence of the transformation is guaranteed
by performing the iterative transformation in eq. (28) with
increasing f. In other words, while the higher order moments
depend on the choice of the origin, the transformation does
not. Here, it should be noted that the order of transformations
U'is important, since U' depends on all U'<. In particular, since
the eigenfunctions have vanishing moments for / =0, also the
expansion to first order is independent of the choice of origin.
To illustrate this, we include the explicit dependence of the
multipole moments on the chosen origin R in eq. (25)

omRr J\/_/, r)R” (r—R)d*r 43)

Since the eigenfunctions have vanishing moments for / =0
their dipole moments /=1 do not depend on the choice of
the origin. After the moment expansion to first order /=1, the
remaining N - 3 states have vanishing dipole moments. There-
fore, their quadrupole moment is independent of the choice
of the origin and gives rise to a well defined second order
moment expansion. This iterates to higher orders. We would
like to stress here, that the procedure does not require to cal-
culate the higher order multipole moments of the transformed
states during the transformation. Instead, the higher order
multipole moments of the eigenfunctions can be transformed
according to eq. (32) and give rise to the same transformation.

We have numerically verified the gauge independence of
the moment expansion up to fifth order and find an excellent
fulfillment within the numerical accuracy. This result is also
valid for the case of traced multipole moments, both analyti-
cally and numerically.

For each maximum order |, the moment expansion is
uniquely defined up to a rotation of the states in the three
spacial dimensions. However, since the order of the labeling
within an order [ is arbitrary, each order / yields an upper diag-
onal moment matrix [cp. eq. (16)], shown here for order | =1

[

[1]

0
1
0
1

[1]
o =L
[1]

=—1m" =0m" —=1m
(‘3 117—*117—*11>* 0
1
0 1

0

[1]

1
1
o] e
!
1

Under rotation in SO(3), the different irreducible representa-
tions do not mix, that is, the solid harmonic functions at order
| rotate within their subspace

|
=S o™ (F). (45)

m'=—|
Here, D, is the Wigner D-matrix at order /"2 Accordingly,
also the moment matrix transforms as
I

— ————
=M= E S DA (46)

m'=—|
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Figure 2. Convergence of the polarizability calculated with the eigenfunc-
tions of the electronic susceptibility tensor, that is, «;1|; is polarization due
to eigenstates up to index i. Here we only present the elements oy, and
o33 Since o, shows a very similar convergence to «;; and would be super-
imposed in the plot. The direct DFPT reference calculations of the corre-
sponding matrix elements are shown as black lines.

In the new coordinate system, ET’"N is no longer upper-
diagonal for the original moment expanded states &(r). To
obtain the same upper-diagonal form in the rotated frame, a
simple unitary transformation of the states at order [ is
necessary.

In other words, while the moment expanded states & (r') at
order | depend on the choice of the coordinate system (and
on the ordering in m), the angular momentum decomposition
7D(r,¥) in eq. (17) does not. This is of great importance,
because it guarantees the uniqueness of the decomposition. It
is possible, however, to change the choice of coordinate sys-
tem even after the transformation by using eq. (46).

Results
Dipole-dipole polarizability

The concept of our moment expansion can be illustrated and
verified for the perturbation due to a homogeneous external
field. In this case, the general response is given through the
static polarizability tensor o. In our formulation, o can be rep-
resented as">®

%ﬁ'ZZJ ﬂ»ix,-(r)rxdarj\/— Ay (¢)ryd®r’ (47)
i=1

x f
M M/

i

=i mMP. (48)

The slow convergence of the first order multipole moments
of the weighted eigenfunctions max,|M?| in Figure 1 entails a
similarly slow convergence of the polarizability. This is illus-
trated in Figure 2, where we show the convergence of the
polarizability tensor calculated from the spectral decomposi-
tion representation for an isolated water molecule.

In our moment expansion, the polarizability is straightfor-
wardly obtained as
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Figure 3. First order moment expanded states of H,0, from left to right & (r), & (r), and & (r
3 P The property of interest is the convergence of the response
““/‘_ZM”MH’ (49) density in eq. (40). We show the profile of the response den-

k=1

since Vi, =0 for a homogeneous field. The sum runs over the
moments of the 3 first order expanded states &7 (r). In contrast
to the in principle infinite sum in eq. (48), these 3 states con-
tain the full information of the polarizability tensor. This illus-
trates the tremendous reduction in dimensionality on the one
hand, while on the other hand providing a simple mean for
validation of the moment expansion [egs. (38) and (40)] as
such. We have verified the equivalence of eqs. (48) and (49)
and find numerically identical results.

The only three contributing states are depicted in Figure 3
for a symmetry aligned coordinate system.

Molecular interaction from higher order expansion

For arbitrary perturbation potentials, also higher order terms
V¥ contribute. The relative importance of the different orders
k' depends on the strength and the shape of the perturbing
potential and cannot be quantified in a general way as for the
homogeneous field (kK'=1). We aim here at the perturbative
treatment of molecular interactions. Therefore we choose a
water dimer as a benchmark system (see Fig. 4, donor on the
left, acceptor on the right) and analyze the convergence of
the moment expanded response of one molecule due to the
perturbation potential of the respective other molecule.

As the perturbation we choose the Hartree potential of the
partial charges of a TIP3P“* water Q7!

partial
frag 2 : Q ‘r_R/ll 50
TIP3P ‘r R | ( \/EO' ’ ( )

where / runs over the N,, atoms of the respective fragment.

w

X res
1/;)t-zrt — N #

Figure 4. Water dimer with density response of the hydrogen bond
acceptor (right) molecule due to the perturbation from the donor molecule
(left).

Wiley Online Library

sity along the O — O axis at the equilibrium distance of the
water dimer for different k. and the full response (black
line) in Figure 5. We find that great parts of the response even
in this overlapping regime can be described by a moment
expansion with respect to traced moments up to fourth order.

This can be quantified via the projection of the moment
expanded response onto the full response (n ﬁ‘e"s'p|n max)). The
completeness of the moment expansion up to order k., then
is quantified via the projection of its cumulated response

Hydrogen Bond Acceptor

maxr

Density (acceptor) / au

‘1‘ * R 7kmru.‘=
S———"

ma

— full resp.

6.0 6.5 7.0 7.5 8.0 8.5 9.0 9.5
Position along 0-0 axis / A

Hydrogen Bond Donor
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—— full resp.
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Position along 0-0 axis / A

Figure 5. Profile of the response density along the O — O axis at the equi-
librium distance of the water dimer for different k... The full response is
shown as a black line. [Color figure can be viewed in the online issue,
which is available at wileyonlinelibrary.com.]
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Figure 6. Cumulative response projections <n{g2p\n£ﬁmx>> in dependence of
the distance to the dipole moment. [Color figure can be viewed in the
online issue, which is available at wileyonlinelibrary.com.]

Kmax

<nfull |n(kmﬂ><)>: <nfull |n(k)> (51)

resp !’ ‘cum resp
k=1

In Figure 6, we show the relative norm of the cumulated
response according to eq. (51) for different distances of the
fragments. The traced multipole expansion up to fourth order
allows to accurately describe over 90% of the density
response, even in the repelling regime of the Hydrogen bond.

Computational details

The presented theory has been implemented in our develop-
ment version of the CPMD™* electronic structure package. The
calculations have been performed using Density Functional Per-
turbation Theory®?>*~*? with  Troullier-Martins®® pseudo
potentials in the Becke™' Lee-Yang-Par™®? approximation for
the exchange correlation kernel. We have employed a plane
wave cutoff of 100 Ry and use the optimized geometry of an
isolated water at this level of theory for all our calculations.
The geometry of the water dimer is not relaxed, instead the
fragments are held at their equilibrium geometry with fixed ori-
entation and only the distance between the centers of masses
is varied. In practice, the infinite space of the eigenfunctions is
restricted to a subspace of Ny =4800 converged eigenfunc-
tions calculated via an iterative Lanczos diagonalization of the
static interacting density-density response function.*®’ We use
a plane wave basis for all involved quantities, be it the elec-
tronic density, the perturbing potentials or the eigenfunctions
and their transformations. The real space representation natu-
rally gives rise to a regular grid. For our chosen parameters, the
grid increment is about 0.08 Angstroms whereas the spread of
the Gaussians in eq. (50) is chosen as 6=0.54.
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Discussion

The moment expansion derived in this article yields a new rep-
resentation of the density-density response function, which
separates the contributions to the electronic response density
from different multipole moments of the perturbation. This
new representation maximally condenses the physically rele-
vant information of the density-density response function
required for intermolecular interactions, yielding a considerable
reduction in dimensionality. This reduction is effective at two
distinct yet related algorithmic steps: the number of functions
to represent the response function as such [eqgs. (3) and (4)]
and the number of projections on the perturbing potential
which have to be evaluated for an actual application of eq. (7).

At this stage, our transformation is applied after the spectral
decomposition of the whole response function is known. The
computational costs of the transformation are negligible com-
pared to the numerical effort for the calculation of the spectral
decomposition of the response function. It should be noted
that at the present stage, the main computational effort for a
single application of eq. (7) is the calculation of the spectral
decomposition, that is, the response functions (as opposed to
their application onto the perturbation potential or their con-
solidation into correlation energies). The presented change of
representation reduces the computational costs for storage
and application of the response function by a factor of Neig
/Nme, that is for the systems considered so far by about two
orders of magnitude (with the number of eigenfunctions Neiq
and the number of moment expanded states Ny, We refer to
ref. [37] for a discussion of the computational scaling of the
Lanczos-Sternheimer method compared to the conventional
sum over states calculations.

This new mathematical property of the widely used
response function is by virtue of its own an interesting prop-
erty which might be of value to simplify the expressions used
for the calculation of RPA correlation energies and van-der-
Waals interactions. The solution of the Dyson-like equation in
the reduced dimension space of the moment expanded
response function in analogy to ref. [37] is a possible extension
of the presented change of representation. The shape of the
Hartree exchange correlation Kernel, that is, an intramolecular
interaction, might require high angular momentum contribu-
tions, which reduces the advantage of the moment expanded
representation. However, the response function gives access to
the self-consistent response density independent of the per-
turbing potential. Therefore, aiming at intermolecular interac-
tions, the costly spectral decomposition has to be done just
once for each type of molecule (e.g., an isolated water mole-
cule), whereas the actual application to intermolecular interac-
tions is repeated many times. A condensed representation of
the response function for this purpose reduces the computa-
tional cost of the frequent evaluation of the actual response
density by several orders of magnitude.

This application of the response function is in principle only
valid for a single molecular geometry. The explicit geometry
dependence of the response functions is nontrivial. However,
preliminary results indicate that an adequate expansion in
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terms of normal coordinates may be able to yield accurate
response functions for variable molecular geometries. In a pre-
vious work, we have already shown that the density-density
response function is capable of describing the change of the
ground-state density due to a variation of the molecular geom-
etry.®® The actual dependence of the response function on
the molecular geometry itself is currently under investigation.

An interesting question is the efficiency of our approach for
the modeling of intermolecular interactions of larger mole-
cules. The single multipole expansion of a strongly inhomoge-
neous perturbation potential requires higher multipole
contributions, which diminishes the computational efficiency
of our method. This also applies to extended systems exhibit-
ing extremely nonlocal polarization waves.”* Both aspects
might be addressed via a generalization to a distributed multi-
pole expansion in the spirit of refs. [55-57].

Conclusions

We derive a unique representation of the density-density
response function, which has the lowest possible rank in terms
of its multipole moments. This expansion in moment generat-
ing contributions can be obtained by a unitary transformation
from the spectral decomposition representation.

The expansion in multipole moments maximizes the infor-
mation density per moment allowing a maximally efficient
response calculation for perturbations of a given angular
momentum. The analytical and numerical properties of our
new scheme are greatly improved with respect to the straight-
forward representation in actual eigenfunctions.

We show explicitly that the density response of a water mol-
ecule due to the perturbation induced by a second water is
already chemically converged at an order kg,.x = 4. This corre-
sponds to a total of 34 functions compared to a requirement
of about 2000 eigenfunctions in the conventional formulation.

We aim for a fragmentation based approach to molecular
modeling that combines first principles derived response den-
sities with favorable scaling properties with respect to the sys-
tem size. Our maximally condensed formulation of the density-
density response function for molecular systems will pave the
way for a new generation of first principles based modeling of
molecular interactions, combining low computational cost
with near ab initio accuracy. Further development might allow
a generalization of the method to distributed multipoles, RPA
correlation energies, and van-der-Waals interactions.

Keywords: density-density response  function - multi-
poles - molecular interaction - density functional perturbation
theory
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2.5 MOLECULAR GEOMETRY DEPENDENCE OF THE ELECTRONIC SUSCEPTIBILITY

One long-term goal of this work is the use of the electronic susceptibility for a density-based modeling of
inter-molecular interactions for molecular dynamics applications.

Wave function and density functional theory based perturbation theories are very successful in pro-
viding chemically accurate inter-molecular interaction energies, yielding instructive energy decomposition
schemes.'>%7-% However, their power comes at the price of a high computational complexity. In view
of their application to molecular dynamics simulations, the dependence of the involved quantities on the
atomic configuration R = {R;} has to be considered explicitly.

Density-based methods promise more favorable scaling properties than wave function-based methods,
especially since the molecular geometry and inter-molecular orientations are constantly changing in the
course of the molecular dynamics. During a molecular dynamics simulation, an orbital-based evaluation of
the electronic response corresponds to solving the unperturbed ground state electronic structure A I(?) (R),
<O(R), qbgo(r) for each fragment and configuration R and subsequently a series of self-consistent solu-
tions of the perturbation equations @%?O(r), nir (r) for each pairwise interaction Vper: (1) of the fragments.
This is evidently a very costly undertaking, limiting its applicability to comparatively small system sizes.

In order to use the electronic susceptibility for inter-molecular interactions at changing molecular ge-
ometries, we need to study it’s dependence on the molecular geometry changes. In this work, we generalize
the explicit representation of the susceptibility at arbitrary molecular geometries R. The results have been
obtained in cooperation with Christian Dref3ler and Paul Ahlert and have been published as a regular article
in the Journal of Chemical Physics in ref.**® with the title “Generalization of the electronic susceptibility for
arbitrary molecular geometries”, which is included at the end of this section.

All authors contributed extensively to the work presented in this section.*®® A. Scherrer derived the
theory. C. DrefSler and P. Ahlert and A. Scherrer implemented the theory and carried out the numerical
calculations. C. Drefiler and A. Scherrer wrote the manuscript. D. Sebastiani supervised the project and
gave conceptual advice.

The explicit representation of the molecular geometry dependence is achieved by means of a Taylor ex-
pansion in the nuclear coordinates. In order to obtain an efficient representation of the gradient of the full
non-local response function, we use the moment expanded representation. This representation has the ad-
vantage that it’s finite difference derivation is possible. We illustrate the performance and accuracy of our
scheme by computing the vibrationally induced variations of the response function of a water molecule and

its resulting Raman spectrum.
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We generalize the explicit representation of the electronic susceptibility y[g/(r,r’) for arbitrary molec-
ular geometries R. The electronic susceptibility is a response function that yields the response of the
molecular electronic charge density at linear order to an arbitrary external perturbation. We address
the dependence of this response function on the molecular geometry. The explicit representation of
the molecular geometry dependence is achieved by means of a Taylor expansion in the nuclear coordi-
nates. Our approach relies on a recently developed low-rank representation of the response function
Xry(r,r’) which allows a highly condensed storage of the expansion and an efficient application
within dynamical chemical environments. We illustrate the performance and accuracy of our scheme
by computing the vibrationally induced variations of the response function of a water molecule and
its resulting Raman spectrum. © 2016 AIP Publishing LLC. [http://dx.doi.org/10.1063/1.4945372]

. INTRODUCTION

The accurate evaluation of intermolecular electrostatic
interactions is of great importance for large scale molecular
dynamics simulations. In many cases a fragmentation
approach can be used to increase the efficiency of such
calculations. Common methods employed are based on
multipole expansions,'™® density fitting,”® or perturbation
theories.!*!3 Provided that polarization effects are taken into
account, this involves the calculation of response properties
of the fragments, e.g., in the simplest case the dipole-dipole-
polarizability «.

Wave function and density functional theory based
perturbation theories are very successful in providing chem-
ically accurate intermolecular interaction energies yielding
instructive energy decomposition schemes.'®!> However,
their power comes at the price of a high computational
complexity. In view of their application to molecular dynamics
simulations, the dependence of the involved quantities on the
atomic configuration R = {R;} has to be considered explicitly.

The orbital based calculation of the linear electronic
response density via density functional perturbation the-
ory!'4!8 (DFPT) requires a self-consistent solution of the
Sternheimer equation

NG 0 A 1
- [H;(?S(R) - € )(R)] Prrje ¢ER)]0>
= P A {0318, ) . foro=1...N. (1)

Ne
M ®) =2 3 Re o, (061, @], @
o=1

where P[R]e =1-3 ]Ovjl |¢r1o){Pr10| 1S a projector on the
manifold of unoccupied states.

We have explicitly included the parametric dependence of
the involved operators and orbitals on the molecular geometry

3Electronic mail: daniel.sebastiani @ chemie.uni-halle.de

0021-9606/2016/144(14)/144111/7/$30.00

144, 1441111

R. The perturbation Hamiltonian on the right hand side
Flg)s[{qﬁu}] depends on the electronic density response and
hence implicitly on the perturbed orbitals on the left hand side,
which necessitates a self-consistent solution of the equations.

During a molecular dynamics simulation, an orbital-
based evaluation of the electronic response corresponds to
solving the unperturbed ground state electronic structure
H;?)S(R), EE,O)(R), ¢F§)]O(r) for each fragment and configuration
R and subsequently a series of self-consistent solutions of
the perturbation equations gb&)]o(r), n[f:]p(r) for each pairwise
interaction Vien(r) of the fragments. This is evidently a very
costly undertaking, limiting its applicability to comparatively
small system sizes.

Density based methods provide a considerable reduction
of dimensionality. The long-range regime of the electrostatic
interaction is elegantly described by the (distributed) point
multipole approximation, which drastically simplifies the
interaction."*!%20 For larger molecules, distributed point
multipoles have proven to work even if the single point
multipole approximation diverges.'”?! A further generaliza-
tion allowing for polarization effects is the distributed polar-
izability method which attributes multipole polarizabilities
to different sites of the molecules.?”>> By construction, point
multipoles give a poor description of the short range regime of
the interaction.?® Strategies to overcome this problem employ
a spatial representation of the electronic density via Gaussian
charge distributions®”-?® or Gaussian multipoles.®?-3!

Our work aims to push this approach to the next
level, combining the advantages of a reduced computational
complexity for the evaluation of the response density while
keeping the response density in its full non-local spatial
dependence and not only its multipole moments. In analogy to
Gaussian multipole moments®3! (as a generalization of point
multipoles), our representation of the electronic susceptibility
x(r,r’) provides a generalization of the multipole-multipole-
polarizabilities.??23-32:33

©2016 AIP Publishing LLC
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FIG. 1. Density response n'P(r) of a water molecule (right) due to the
perturbation potential Vjer(r) generated by the electrostatic potential of a
hydrogen bond donor (left water molecule).

Here, we make a step towards a higher usability of
the approach without the need of solving Eqgs. (1) and (2)
self-consistently for each

(a) novel external perturbation potential and
(b) new molecular conformation R.

The first aspect (a) is achieved by our recently devel-
oped explicit representation of the electronic susceptibility
yri(r,r’) within a low-rank approximation.’’3” The elec-
tronic linear response density n{iﬁp(r) due to a perturbation
potential Vie(r’) then is determined by the linear electronic
susceptibility yg/(r,1’) via

) = / )W oerE) . 3)

The specific example of the density response nr;jp(r) within
a water molecule due to a hydrogen bond 1s illustrated
in Fig 1 Here, the specific perturbation potential Vper(r)

=/ ller“ = D Pr' was used to compute nEeSp(r) via Eq. (3).
In principle, however, Eq. (3) defines a response function
which is formally independent of the perturbation potential.
The simultaneous incorporation of the implicit geometry
dependence (b) requires in principle an explicit representation
of the susceptibility y[z)(r,r’) on the nuclear coordinates R
which is nontrivial. In this article we show that this explicit
representation of the full non-local response function on the
molecular geometry can be achieved by means of a Taylor
expansion in the nuclear coordinates. Our approach relies on
the very condensed representations®>3* of the full response
function which provides an efficient way to address this
problem.

Il. MOLECULAR GEOMETRY EXPANSION

Formally, there is no obstacle to explicitly calculate the
response function ygi(r,r’) for different configurations R.
This allows to analyze the dependencies of the electronic
susceptibility on the molecular geometry and it will be used
for comparison in the following. However, its brute force
tabulation for all relevant configurations is no practicable way
to approach problem (b).

An obvious approach to explicitly express the geometry
dependence of the response function is a multi-dimensional
Taylor expansion around the geometry of interest, e.g., the
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equilibrium geometry Ry

’ ' (R—Rg)* a ’
v = 3 B g e, @

la|>0

where we have used multi-index notation. This involves the
calculation of derivatives of the high-dimensional response
function, i.e., for the displacement of nucleus v in Cartesian
direction k we obtain

0 x(wr/(r, 1)

(Vk)
) = = ey

RO]

&)

where the superscripts in parenthesis (vk) denote the deriv-
ative. Its direct calculation, i.e., an explicit diagonalization
of the analytical derivative )([Vk)(r r’) might be possible.
Prior work on the non-local polarlzablhty density has
expressed its analytical derivative in terms of the non-local
hyperpolarizability density.®3° This nicely illustrates the
physics underlying the derivative of the response function
but barely provides a numerically practical scheme for its
computation.

An evident way to calculate the derivatives in Eq. (4) is
the numerical derivative of the response function via finite
differences, e.g., via forward difference for the first order. For
a geometry R} with nucleus v displaced in direction £, i.e.,
RV RV +A6k16VV/, this gives

X[RZ](I" I',) - X[RO](r’ I',)
- . )

However, this operation is computationally very inconvenient
due to the extremely high dimensionality of the involved
objects. Therefore, the direct difference of the response
function will not be used in this work. In order to obtain
a feasible expression for the derivative of the total response
function, its spectral decomposition is used3>**

k ’
Xf; (r,r') =

X[R](I', r) = Z X[R]i(r)X[R]iX[R]i(r/)~ @)
i=1

The full response function is represented as a weighted outer
product over eigenvalues y(gr); and eigenfunctions y/gj:(r).
The direct derivation of Eq. (7) gives via the product rule

k ’ k ’
X ) = > (X (0 X X i (F)

13
k ’
+ X[Ro]i(r)X&O])iX[RO]i(r )
X IRt (D)X Rl X e (F)) ®)

where derivatives are taken at R = Ry,

This suggests that the numerical derivative can be
performed on the eigenstates x|g,(r) and eigenvalues /g,
of the spectral decomposition

X[RZ]i(r) - X[ROJi(r)

K1) = X : ©)
X[ry]: ~ XRgl
k) _ k
Xrgi =~ A (10)

At first glance, this appears to solve the problem. In particular,
the representation and the subtraction of the states are
technically feasible.
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FIG. 2. Eigenstates 13 and 14 for H>O in equilibrium geometry ((a) and
(b)) and in slightly displaced geometry ((c) and (d)). The sign and order of
the states have changed. This illustrates that small changes of the system
can lead to completely different eigenstates. (a) x(ryj13(r), (b) x[Rr14(F),
(©) X[RZ] 13(1'), (d) X[RZ] 14(1').

Scherrer et al.

However, a closer look at the eigenstates for different
geometries reveals an additional complication. In Fig. 2 we
show the eigenstates y[rji5(r) and y(gj4(r) of an isolated water
molecule for different geometries.

The change of symmetry of the eigenstates stems from
the intermixing of near degenerate eigenstates. If the system
changes gradually, e.g., due to a different configuration, some
eigenstates shift their eigenvalues. This reveals itself via a
change of the ordering eigenvalues and eigenstates. If two
states have near degenerate eigenvalues, this change can lead
to an intermixing or swap of the eigenstates. The eigenstates
with the same index i for different configurations may, even
if the displacement is very small, have completely different
symmetry. This applies in particular if the displacement breaks
a molecular symmetry. Furthermore, only the absolute values
of the eigenstates are well defined, their signs have no physical
relevance since they cancel themselves in the symmetric outer
product in Eq. (7). This means that eigenstates are in general
not continuously differentiable and Eq. (8) provides no feasible
way for the calculation of the derivative. Hence, an additional
theoretical step is necessary.

lll. DIFFERENTIABILITY THANKS
TO SYMMETRY DECOMPOSITION

We look for a decomposition of the response function
in states that are generally continuously differentiable and
hence suited for finite differences. That is, the states should
be continuously differentiable in the nuclear coordinates.

J. Chem. Phys. 144, 144111 (2016)

For electronic systems far from conical intersections, the
overall response function should fulfill this property. For the
eigenstates, this condition is not fulfilled. Therefore, a change
of representation is needed that yields transformed states with
the desired properties.

We have very recently derived a new representation of the
full electronic susceptibility via a moment expansion.>® In this
very condensed representation, the total response function is
given as a sum of the outer products of transformed states,
partitioned in orders of the angular momentum expansion

XR(EE) = ) Xl (1), an
=1
]
Mu@r) = D" & (0)m (). (12)
m=-1

The transformed states &} l(r) are labeled by their
corresponding multipole moment and fulfill the property

v—mm

/ , if 1<
el = {55

, 13
0 it I>10 (13)

where Rl’i’/(r) are real Racah normalized regular solid
harmonic functions and EE’;]’;‘;, are multipole moments of
the states and in general non-zero. In other words, the new
representation {f[’f{”(r)} yields states for which the subset
{fﬁ],(r)ﬂ <lnax Am € {-1,...,l1}} comprises the complete
X response up to an angular momentum channel of /,x.

The derivation of the change of representation as well
as its properties is not in the scope of this article and is
discussed extensively elsewhere.** Important for this work are
the new properties of the moment expanded states f[’;’{]l(r). For
each angular momentum channel / of the moment expansion
XfR](r, r’), the new decomposition in Eq. (11) is uniquely
defined, i.e., the derivative of the whole response function
can be split into a sum of derivatives of angular momentum
contributions

X (r,1) = Z Xy 01, (14)

For a given choice of the coordinate system, also the
decomposition of each angular moment contribution XfR](r, r’)
in moment expanded states f["l'm(r) according to Eq. (12) is
well defined. Therefore, the physically observable contribution
of one transformed state to the total response is uniquely
determined by its symmetry

o

nel(r) = ) nfy (1), (15)
=1
Nigy(0) = / Xy (6 F)WVoer(r)dr’ (16)
1
= D7 & Oy Vier)- a7
m=-1

This property is the key difference to the eigenstates: the
partition of the total response into physically observable
contributions of distinct symmetry guarantees that the
underlying states are also continuously differentiable. It is
this property that prohibits a discontinuous intermixing of
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(a) (b)

FIG. 3. (a) First moment-expanded state §I’R'0J](r) for HyO in equilibrium
geometry. (b) Derivative state fﬁig’lk)(r) for OH-bond elongation.

different states and hence guarantees that the finite-difference
method gives well-defined derivatives
!
vk ’ m(vk mvk),_r
X ) = 3 (&P 1)+ & @ERs @),
m=-1
(18)

In contrast to Eq. (8) where only the total sum is continuously
differentiable, in Eq. (18) all single terms in the sum are
continuously differentiable on their own.

Therefore, the numerical finite difference calculation of
the derivatives of moment expanded states is possible

)= €™
£y ) = n

In Fig. 3 we show a moment expanded state f[’;o] ,(r) and

%

(19)

its corresponding bond-elongation derivative state §$é;k)(r).

IV. NUMERICAL VERIFICATION

The theoretical implication of continuous differentiability
of the moment expanded states can be verified numerically.
We have calculated the spectral decomposition and the
corresponding moment expanded representation for different
nuclear configurations R. As a benchmark system we use an
isolated water molecule and vary the nuclear configuration.
For the time being we truncate the Taylor expansion in
Eq. (4) after the second order and restrict ourselves to the first
two angular momentum channels of the moment expansion
1=1,2,

2 mt
Xia6E) = " (1) + Z X, r)Ag,
=1
Nlnl
Z X e )AguAGy),  (20)
n,n’=1

with Ag, = ¢n — gno- The superscript (n) denotes the
derivatives with respect to the internal coordinate ¢, and
N, is the number of internal coordinates, N;,; = 3N-6 for
a nonlinear isolated molecule. It is important to note that
the systematic extension of this approach to higher orders
in the Taylor expansion or the moment expansion poses no
conceptual difficulties. For the second order traced moment
expansion altogether 9 states have to be considered, 3 for the
linear order and 5 + 1 for the second order.*?
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FIG. 4. Overlap between the explicitly calculated and the extrapolated states
&) for a single water molecule according to Eq. (22). The displacements
roughly correspond to temperatures of 2000 K. Also the second order states
show a well defined dependence on the nuclear displacement (a.u. refers to
atomic units).

To quantify the errors of the expansion for finite
displacements g,’ = gno + 0nn’Ag, we can compare the
extrapolated states with the exact explicitly calculated state at
the displaced geometry 5[’:] , by means of their overlap

Em e+ I Agy)

[qol

Ealéian?

where ideally elg’”(Aqn) = 1 for an exact finite order expansion.
As a more significant measure, we look at the corresponding
relative errors for the displacement induced changes of the
states

€."(Aqn) = , 1)

m m(n)
<§[q]l qo]l |€:[qo]l Aqn)
<§{Z][ -

The relative errors of the moment expanded states
for different nuclear displacements are shown in Fig. 4.
The deviation of the extrapolated states from the explicitly
diagonalized states shows a smooth and continuous behavior.
Its relative error is of the order of a few percent in the
displacement range typical for nuclear vibrations. (Also the
relative error of the change of the state is at most two
percent over the relevant range.) These results confirm the
validity of the first order expansion of the molecular geometry
dependence of the electronic susceptibility for geometries
expected within an ambient temperature MD trajectory
(Ag = 0.045 A).

GAg(A n) = (22)

_ m
lq()]l |§[q]l g[qoll

V. FINITE TEMPERATURE RAMAN SIGNATURE
OF A WATER MOLECULE

A first important application of the geometry dependence
of the molecular polarizability tensor a[g, is the calculation
of an anharmonic Raman spectra.***® By construction of
the moment expanded representation, the full polarizability
can be determined from the first order / = 1 angular moment
contribution y-!(r,r’) of the susceptibility. This requires only
three moment expanded states for m € —1,0, 1
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Aqlis = Z MM (23)

where M7 = [ ri
multipole moment in direction i of state / = 1,m.
analogy to Eq. (20) the polarizability tensor can be expanded
in terms of derivatives of the first moments

f[r;l]l(r)d3r is the linear order Cartesian
3233 1

Nll'll ( ) le ( )
n nn
Aqlij = X[qqlij T Z o laglés Agn + 3 Z CZ laolij AgnAgy.
n=1 n,n’=1

(24)

Plugging Eq. (23) into Eq. (24) yields for the first and second
order,

1

(n) _ m(n) m m m(n)
lgglij = Z laoli Mq()]] + M[qolthoJ./ ) (25)
1
(nn') _ m(nn) m(n)y ym(n’)
lqqlij ~ Z laoli ‘1011 +M, lagli M[qo]j
m=—
m(n) m(n) m m(nn’)
+M[qolt M[qoll +MlqoliM[qu.i ) (26)

The evaluation of the moment derivatives can be done either
via calculation of the moments of the derivative state or
equivalently via finite difference derivative of the moments
for the different geometries.

In Fig. 5 we show the correlation of the first and
second order moments for nuclear displacements along an
internal coordinate (O-H distance). The first and second
order moments, derived from extrapolated values and explicit
calculations, are in excellent agreement.

We can calculate the change of the polarizability tensor
from the change of the linear moments of the moment
expanded states according to Eq. (25) or Eq. (26). This
change of the polarizability for nuclear displacements along
different internal coordinates is shown in Fig. 6. We would like
to stress that these results are a verification and benchmark of
our method, that is, the explicit geometry dependence of the
general response function. Of course, a simple interpolation

v—”l”l
X AZp

2.0

1.5

1.0

0.5

Moments from extrapolation

080 0.5 1.0 1.5 2.0 2.5
Moments from explicit calculation

FIG. 5. Correlation of the vibrationally induced variations of AE;’Z',’”/ ob-

tained from explicit calculation and extrapolation. The A:l";,m are depicted
for all moments up to E 22 over a representative range. The displacements

correspond to temperatures of 2000 K.
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FIG. 6. Correlation of the geometry dependence of the polarizability for
nuclear displacements along the O-H-bond ¢ and the H-O-H-angle g3.
Explicit calculations for the corresponding geometry are correlated with
interpolated values via second order Taylor expansion Eq. (26).

and tabulation of the polarizability tensor is much easier to
achieve, this is however not our primary goal.

In order to obtain an estimate for the deviation of our
approach from the exact calculation we have so far resorted
to the comparison with the explicitly calculated susceptibility
at the displaced geometry of interest. By construction, the
deviation is zero for the equilibrium geometry and increases
for larger displacements, especially if individual Cartesian
coordinates are far from equilibrium.

For the application we are aiming at, i.e., spectroscopic
sampling along molecular dynamics simulations or molecular
dynamics simulations via fragmentation, the actual error
of our method has to be weighted with the probability
of the corresponding configuration during the simulation
under ambient conditions. An explicit calculation of the
polarizability via diagonalization of the non-local electronic
susceptibility for many configurations along a molecular
dynamics is far to expensive, which is the motivation for
this work after all. We therefore compare the polarizability
changes in our approach to direct DFPT calculations of the
polarizability.

We have determined an average deviation of our method
from direct DFPT calculations for the change of the
polarizability along a molecular dynamic simulation. As a
benchmark system we choose again a water molecule at
350 K. The average relative error of the induced changes of
the polarizability using a first order Taylor expansion is 4.43%
for the trace and 7.47% for the full tensor. Correcting with
second order terms including mixed derivatives we obtain a
mean relative deviation of 1.69% for the trace and 3.74%
for the full tensor. These results nicely confirm our idea
that the explicit geometry dependence for relevant vibrational
displacements can be obtained via first- or second order Taylor
expansion of the electronic susceptibility.

A direct illustration of the applicability of these results
is the calculation of a Raman spectrum, which is obtained by
Fourier-transform autocorrelation of the vibrationally induced
polarizability changes.*’*8 In Fig. 7 we show the Raman
spectrum of an isolated water molecule at 350 K. Our explicit
geometry dependence of the electronic susceptibility can
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FIG. 7. Raman scattering intensities from vibrationally induced polarizabil-
ity changes. The red line shows the explicit DFPT calculation as a reference.
The first order (green) and second order (blue) Taylor expansion of the
electronic susceptibility can reproduce all the features of the spectrum with
systematic convergence to the reference.

reproduce all the features of the total spectrum and show
only minor deviations of the intensity at the bending peak.

VL. CONCLUSION

In this work we validate the accuracy of a first and
second order Taylor expansion of the molecular geometry
dependence of the full non-local electronic susceptibility. Our
long-term motivation is to work towards a new generation
of fragmentation based molecular dynamics, which requires
an efficient calculation of electronic response properties. The
calculation of electronic response properties requires a much
higher initial (once for all) effort but has a considerable
better scaling for repeated application (e.g., along an AIMD
trajectory) compared to trajectory sampling with an explicit
DFPT approach. The key step enabling a Taylor expansion
of the geometry dependence of the susceptibility is to resort
to an explicit representation via a spectral decomposition of
the response function. Combined with our recently developed
moment expanded representation, this yields an efficiently
differentiable representation of the response function. We
validated our method numerically for an isolated water
molecule, yielding a quantitative agreement for the Raman
spectrum of water in the gas phase. We could show that a first
order Taylor expansion is sufficient to reproduce moments
and states within an error of two percent for molecular
displacements corresponding to ambient temperatures.

VIl. COMPUTATIONAL DETAILS

The presented theory was implemented in our devel-
opment version of the CPMD*° electronic structure package.
The calculations have been performed using density functional
perturbation theory!3183031 with Troullier-Martins®> pseudo
potentials in the Becke’® Lee-Yang-Parr>* approximation for
the exchange correlation kernel. We have employed a plane
wave cutoff of 70 Ry and used the optimized geometry of an
isolated water at this level of theory for all our calculations. In
practice, the infinite space of the eigenfunctions is restricted
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to a subspace of 5000 converged eigenstates. The molecular
dynamics was generated with the CP2K>>° program package
using the TZV2P-MOLOPT-GTH basis®’ and GTH pseudo
potentials®®%" with a 0.5 fs time step. The temperature was
set to 350 K by a Nosé-Hoover chain thermostat.®'*> For the
comparison of polarizability tensors we employ the Frobenius
norm, i-e-’ €= |a'ref - alF/|ar6f|F~
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2.6 DiscussioN

In this chapter, we have established the methodological basis for an efficient calculation of electronic prob-
ability currents in complex molecular systems. The rigorous derivation of the nuclear velocity perturbation
theory and its successful implementation in the electronic structure package CPMD provide the necessary
tools for the applications presented in chapter 3. These are the dynamical time correlation function for-
mulation of vibrational circular dichroism in the condensed phase (c.p. section 3.2), the formulation of the
modern theory of magnetization for the nuclear velocity perturbation theory (c.p. section 3.3), the analysis
of gauge invariant non-local pseudopotentials (c.p. section 3.4) and the fundamental question, as to which
masses rotate and vibrate in a molecule, discussed in section 3.5.

Furthermore, we devised a condensed representation of the electronic susceptibility that separates the
relevant part for molecular interactions in a very compact way. However, the moment expansion not only
yields a compact representation, it also provides a direct way to its calculation as shown in section 3.6. For
the application of the electronic susceptibility to molecular dynamics simulations, it was necessary to study
the molecular geometry dependence of the response function. This has been achieved by means of a Taylor
expansion in terms of the nuclear coordinates and provides a starting point of further development in this

direction.
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CHAPTER 3

FURTHER RESULTS NOT YET PUBLISHED

3.1 OVERVIEW

Based on the rigorous derivation and successful implementation, we report the first fully ab-initio calcula-
tion of dynamical vibrational circular dichroism (VCD) spectra in the liquid phase from nuclear velocity
perturbation theory (NVPT) derived electronic currents. This application of the NVPT to VCD spectra in
the liquid phase, along with a discussion of the gauge problem in the liquid phase, is presented in section 3.2..

One direct follow-up question is the extension of the presented theory to the ordered condensed phase.
Such an extension might allow applications to e.g. polypeptides or parts of protein crystal structures. We
present first steps towards NVPT VCD in the ordered condensed phase via an adaption of the modern theory
of magnetization in section 3.3.

This late realization of a NVPT implementation is partially due to technical complications posed by the
use of atom centered basis functions in conventional quantum chemical program packages. In the CPMD
program package chosen by us, these difficulties are replaced by technical difficulties due to the presence of
non-local pseudopotentials. Their effect to moving nuclei is discussed in section 3.4.

The rigorous derivation of the NVPT from the exact factorization of the electron-nuclear wave function
(XF) leads to the question on how exactly the NVPT is related to the Born-Oppenheimer (BO) approxima-
tion procedure. We have studied the adiabatic limit of the XF as perturbative expansion in terms of the
electron-nuclear mass ratio. The NVPT correction is recovered as the first correction to the BO limit. The
additional kinetic coupling mediated via the vector potential is shown to account for the electronic mass in
the nuclear Hamiltonian. The resulting position dependent mass renormalization provides an answer to the
question what masses rotate and vibrate in molecules while at the same time maintaining an adiabatic point
of view. This theoretical development and first applications are presented in section 3.s.

Finally, we take a further step in the calculation of the moment expanded representation of the electronic
susceptibility in section 3.6. Bypassing the expensive iterative diagonalization, we present a simple way of a

direct calculation of the moment expanded representation.
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3.2 GAUGE IN THE LIQUID PHASE AND FIRST APPLICATIONS

The main motivation for the theoretical development and implementation of the nuclear velocity perturba-
tion theory (NVPT) is its intended application to dynamical vibrational circular dichroism (VCD) spectra
in the liquid phase. In this work, we report the first fully ab-initio calculation of dynamical VCD spectra in
the liquid phase using NVPT derived electronic currents. Our approach is rigorous and general at and thus
capable of treating weak interactions of chiral molecules as e.g. chirality transfer from as chiral molecule to
an achiral solvent. We use an implementation of the NVPT that is projected along the dynamics to obtain
the current and magnetic dipole moments required for accurate intensities. The gauge problem in the liquid
phase is resolved in a twofold approach. The electronic expectation values are evaluated in a distributed ori-
gin gauge, employing maximally localized Wannier orbitals (MLWO). In a second step, the gauge invariant
spectrum is obtained in terms of a scaled molecular moments, which allows to systematically include solvent
effects while keeping a significant signal-to-noise ratio. We give a thorough analysis and discussion of this
choice of gauge in the liquid phase. Atlow temperatures, we recover the established double harmonic ap-
proximation. The methodology is applied to chiral molecules ((S)-d2-oxirane and (R)-propylene-oxide) in
the gas phase and in solution. We find an excellent agreement with the theoretical and experimental refer-

ences, including the emergence of signals due to chirality transfer.

3.2.1 MOTIVATION

A natural extension of the theoretical description of VCD is the combination of perturbation theory based
currents with ab-initio molecular dynamics (AIMD)-based time correlation function (TCF) spectra in the
condensed phase. This combination not only provides a general and rigorous extension of the established
methods, it is also capable of describing weak inter-molecular interactions, chirality transfer®*+*” and con-
formational changes* in solution at ambient conditions. In other words, it more closely describes what
experimentalist actually measure.

The missing link to realize this goal is an efficient scheme to compute the magnetic moments along a
molecular dynamics. The magnetic field perturbation theory (MFPT) is not particularly suited for a con-
densed phase implementation due to the ill-definition of the one-particle position operator under periodic
boundary conditions.”* However, our recent implementation of the NVPT*** provides the necessary
means for this task.

In this work, we report for the first time fully AIMD-based dynamical VCD spectra in the liquid phase,
with currents evaluated according to the NVPT. We use an implementation of the NVPT in the plane wave
code CPMD* " that is projected along the dynamics and hence provides favorable scaling properties,
allowing the treatment of molecules in solution. The gauge problem in the liquid phase is resolved in a
twofold approach. The electronic expectation values are evaluated in a distributed origin gauge, employing
MLWOs. In a second step, the gauge invariant spectrum is obtained in terms of a scaled molecular gauge in
order to address the disorder induced signal-to-noise problem.

We give a thorough analysis and discussion of this solution of the gauge problem in the liquid phase. At
low temperatures, we recover the established double harmonic approximation in a stepwise approximation

procedure. Our methodology is applied to chiral molecules in the gas phase and in solution, yielding an
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excellent agreement with the theoretical and experimental references.

3.2.2 ELECTRONIC CURRENT OBSERVABLES ALONG MOLECULAR DYNAMICS

Asshown in sections 1.4.2 and 1.4.3, the evaluation of VCD spectra in the TCF formalism requires the knowl-
edge of the fluctuations of the current and the magnetic dipole moments at thermal equilibrium. The pur-
pose of our work is to apply this approach to systems in the liquid phase. In the following, we introduce
a projected form of the already reported NVPT™® that is well-defined under periodic boundary conditions

and requires only one additional perturbation calculation.

PROJECTED NUCLEAR VELOCITY PERTURBATION THEORY

. . : : 1 : :
In the NVPT, the total perturbative correction to the electronic wave function @%) (r,t) is obtained as a

weighted sum over the component wise corrections

Nn
o) (r, 1) =Y. z MR, )R, (). (32.1)
v=1a=1

In our preceding works,*"° we have used the linearity of the theory to calculate the component wise correc-
tions separately. This is the natural choice if one works in the double harmonic approximation and if one
is interested in the atomic polar or atomic axial tensors.** For the calculation of the dipole moments along
a molecular dynamics, we only are interested in the perturbation along a particular nuclear velocity vector
A (R, t). This projection can be done a posteriori, using the atomic tensors, or a priori already in the setup
of the perturbation calculation itself. The latter is particularly suited for our purpose and is presented in the
following.

We first recall the already established relations.** At zeroth order, we recover the standard Born-Oppen-
heimer (BO) problem in eq. (2.2.34). At first order, the component wise relation in eq.(2.2.35) requires the
component wise solution of the nuclear displacement perturbation

oH
~[Fzo - ib(R)] 010 () = T OB (1) Vo (32:2)

The projection of the NVPT equations on the nuclear velocity vector A, (R, t) is made in the setup of a
projected nuclear displacement perturbation (PNDP) Hamiltonian H PP (t)
ot
PNDP Z Z A (R, 1) ;-][;O. (3.2.3)

v=1 a=1

The corresponding projected nuclear displacement perturbation correction to the electronic wave function

OENDP (v, ) is obtained as a projected version of eq. (3.2.2)

—|Hpo — e (R) [ @RPP (r,t) = HEXPP (1) 04 (x), (32.4)
with
N, 3 0
ORP (e 1) = 37 3T MR, 1) LD (r). (3.2.5)
v=1a=1
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The projected version of eq. (2.2.35) reads
Yonn — 9 (R) W _ 1§ PNDP
Bo — €po(R) | PR’ (r,1) = h@g ™ (r,1). (3-2.6)

Solving eqs. (3.2.4) and (3.2.6) requires only 2 perturbation calculations, whereas the straightforward solu-
tion of the non-projected version in egs. (3.2.2) and (2.2.35) requires 6.V,, perturbation calculations.

We have shown that the potential energy surface remains unaffected if compared to the BO case, up
to within the first-order of the perturbation.** The second order correction gives rise to a position depen-
dent mass renormalization for the nuclear motion, as shown in section 3.5, and is calculated by means of
the A-matrix (c.p. eqgs. (37-39) in ref.**). The A-matrix is only accessible in terms of the 3/V,, component
wise electronic corrections. If one is interested in the vector potential A, (R, t) itself, the component wise

expression
N, 3 , . .
A (R, 1) = =203 SN (R, ) (V.0 |0R),) (3.27)
v'=1a=1

can be recast in a projected form using eq. (3.2.1)

A (R, 1) = —2h(V, 2R [0R)()) . (3.2.8)

r

Instead of 6V, perturbation calculations for the evaluation of eq. (3.2.7), only N,,4-1 calculations are needed

for the solution of eq. (3.2.8).

OBSERVABLES

In a time-dependent picture, the expectation values of the current and of the magnetic dipole moment on
the instantaneous state of the system are employed to evaluate eqs. (1.4.28) and (1.4.29). The expectation
values of the electronic contributions to the current and magnetic dipole moment on the NVPT electronic

wave function are

i (t) = (Or(1) |
m§ () = (Pr(t)

Pr(t)). (3-2.9)
(IDR(t)>r. (3.2.10)

m°

If the BO electronic wave function is used to approximate ®g (r, t), both equations are zero, i.e. the elec-

tronic contributions to the expectation values vanish. Within the NVPT, we obtain

2 e, N 76 /X
<“>\p: <NR(1)(t>>X+V§::1 Mf <PV(R,t)>X (3.2.11)
Nn ~
(i) = <m§(1)(t)>x—|—; 52,1 <fty>< P,(R, t)>x, (32.12)

with P, (R,t) = P, + A,(R,t). Here, we have written the expectation values (on the left hand sides)
on V¥, the full electron-nuclear wave function in the NVPT approximation, in terms of expectation values

of observables on ¥, the nuclear wave function only. The vector potential appearing in the equations is of
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the order O(X, /M,,). We have already shown that its contribution to the dipole moments is small** in the
systems to be considered here, such that it is omitted in the following.

We consider the classical approximation of the nuclear subsystem by imposing that the nuclear density
localizes infinitely at each time at the classical position denoted by the trajectory. The second terms on the

right hand side of eqs. (3.2.11) and (3.2.12) then become simply functions of phase-space variables.*

3.2.3 GAUGE IN THE LIQUID PHASE

The calculation of magnetic observables in the liquid phase poses two major conceptual difficulties. First,
the electronic expectation values in the condensed phase have to be calculated under periodic boundary
conditions. This is a well known problem also when working in the double harmonic approximation and
has been addressed successfully in various ways.**»5>7° We resort to a combination of a distributed origin
gauge with maximally localized Wannier orbitals**>5%27° (MLWO).

Furthermore, the VCD spectrum, as a physical observable, has to be gauge invariant. Working in a dis-
tributed origin gauge, the total spectrum is given by the sum of a molecular and a gauge transport term that
will be introduced in the following. Due to the disorder inherent in the liquid phase, we observe that the
gauge transport term is very sensitive to insufficient sampling of phase space and hence is likely to cover the
actual signal, introducing a poor signal to noise ratio.

This especially applies to the case of a very dilute solution of a chiral solute in an achiral solvent. In this
case, the dominant contribution to the spectrum turns out to be the noise on the infrared absorbance (IRA)
from the solvent, since the amplitude of the IRA is about four orders of magnitude larger than the one of
the VCD.

We need to extract a robust, gauge invariant dynamical VCD spectrum from the finite AIMD sampling
of phase space. To do so, we adopt a previously introduced*”*”* local correlation that enforces the expected,

yet numerically hard to achieve decorrelation at long distances.

ELECTRONIC EXPECTATION VALUES: WANNIER GAUGE

We turn our attention to the first problem, the operator evaluation of the electronic magnetic dipole moment
under periodic boundary conditions. It is known that the atomic axial tensor (AAT) M*§ op With respect to

the origin O transforms under shifts of the gauge origin O = 0" + A as*”?

vQ’ 1< v
./\/laﬁ = My O ~ % > epysAPLs. (3.2.13)
~,0=1

The gauge is transported by the atomic polar tensor (APT) PZ;. In the projected form, the magnetic mo-

ment mg with respect to the origin O transforms correspondingly
o ot 1 &3
my =my (1) = 5 D €5ty (3.2.14)
6:

and the gauge is transported by the current dipole moment fi5. This property can be used to evaluate the

position operator in a state wise distributed origin.+*7?
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This approach, a combination of state wise origins with MLWOs, has already been applied successfully
to the calculation of nuclear magnetic resonance chemical shifts."»*° The canonical ¢, and localized ¢,

states are mutually related via the unitary transformation of the unperturbed ground-state orbitals
|§00 Z ‘Qbo’ (3-2'-15)

This assumes that the response orbitals are sufficiently localized in the region of their respective unperturbed
ground-state orbitals. In the distributed origin gauge, the position operators are calculated with the corre-

sponding Wannier center as their state wise origins

(t)o = (@olT]0).- (3.2.16)

This state wise origin is introduced in the electronic magnetic dipole moment operator

—(t)o) X D+ (T)o X D|, (3.2.17)

=5
|

—

>

where we define an orbital-dependent operator in which the position operator is centered around the corre-

sponding Wannier center

m|), = —5—(F — (f),) X P (3.2.18)

In insulating systems, the MLWOs decay exponentially such that the non-physical jump of the sawtooth
position operator under periodic boundary conditions occurs in a region where the orbitals are practically
zero."»™” This assures the well-definition of eq. (3.2.18). The total expectation value is a sum over well defined

expectation values and is given by

me() = 3 (¢

Before the final evaluation of the VCD spectra, the state wise electronic contributions are attributed to their

AO0), + 5t % (w0

m|,

Do), + e (32.19)

corresponding molecules, based on the localization of their Wannier centers. Both, the electronic and the
classical nuclear contributions, are translated to the center of mass R of the corresponding molecule 7,
which allows to introduce well defined molecular current £¢; and magnetic dipole moments m; = my|g,.

The total magnetic moment with respect to the common origin O is

N, mols

mlo(t) = > miln, () + o (Ri(t) — ©) x fur(t). (3220

=1
In a pseudo isolated system, i.e. working in the super cell approach with a large enough simulation box, the
VCD spectrum of a chiral molecule in an achiral solution is proportional to

Nmols

(p-mlo(t)) = > (mylr,(t) - fus) +

I,J=1

S ((Ra(1) = O) xfurlt) o). G

The first term contains only molecular moments and is invariant under shifts of the origin. We denote it as
the “molecular term” in the following. In contrast, the second term depends on the distance of the molecules
from the gauge origin and hence on the chosen origin. We denote it as the “gauge transport term” in the

following.
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ANALYSIS OF THE GAUGE TRANSPORT TERM

With well-defined molecular dipole moments in a distributed molecular origin gauge, the gauge invariance
of the physical observable is not yet assured. The final observable, the VCD spectrum or the rotational
strength, is only gauge invariant if working in a common origin gauge. In a common origin gauge, according

to eq. (3.2.21), any further translation of the gauge origin O = O’ + A does not change the spectrum

1

(A-mlo(t)) = (- mlor()) = 5-(t) x i) - A, (3.2.22)

To obtain eq. (3.2.22), the summation in eq. (3.2.21) has been carried out, yielding a triple product of the
translation vector with the total current dipole moment T'CF. This term vanishes due to the stationarity and

time reversal symmetry of the TCFs

(fta()its) = (frafia(t)). (32.23)

In a molecular dynamics simulation under periodic boundary conditions, this common origin is not well
defined. One approach to address this problem is provided by the modern theory of magnetization,*»™" in
which the sample magnetization can by calculated from bulk properties only. This is important if working
in the ordered condensed phase, since the itinerary current can contribute significantly to the total magne-
tization. At variance, if working in the liquid phase, we expect the itinerary contribution to be small due to
the finite correlation length and the total cell magnetization to be dominated by the gauge transport term.
In particular, if we look at the case of a dilute chiral solute in an achiral solvent, the desired signal is only due
to a single molecule and its near surrounding.

We rely on an alternative approach to address the gauge problem in the liquid phase. We can assume
that the time correlation of the molecular motion in the liquid phase decays with increasing inter-molecular
distances. In the limit of a large enough solvation cell, the molecular motions of two distant molecules are
on average decorrelated. To which extend this is the case in our finite size and finite length simulations is
analyzed in the following.

In our analysis, we choose (R)-propylene-oxide as a neat liquid and as a solute in water. Adapting the

271

regularized decomposition of the IRA spectrum proposed by Heyden et al.,*”*”" we quantify the magni-
tude of the relevant terms in the molecular and the gauge transport term. The mathematical procedure is
described in section B.2 of the appendix.

The main result is a symmetry decomposition of the VCD spectrum in terms of the inter-molecular
distancer12(t) = Ry;(t) = R;(0) =R (). In theisotropic average, we can decompose the total spectrum
in terms of a spatially resolved TCF between the molecular magnetic dipole moments in the molecular gauge
m and the molecular current dipole moments ft. In the decomposition, we identify the molecular term

©4™ (r,t) and a second term proportional to rO4* (7, t) that arises from the gauge transport term

dS)

4W«mmw+iﬂ@mwxu@04“*w@»

1
—Tr

- 1 ..
3 = O™ (r,t) + gr@ﬁm(r, t). (3.2.24)

This second term is scaled by the inter-molecular distance and it is this additional scaling, which introduces

a slower convergence compared to the bare IRA.
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In fig. 3.1, we show the two contributions to the dynamical VCD spectrum of bulk (R)-propylene-oxide
solution, along with the IRA contribution O (r, ). The corresponding decompositions in a solvated
system of (R)-propylene-oxide in water are depicted in fig. 3.2. In section B.2.3 of the appendix, we provide
an additional discussion of the decomposed spectra of bulk water and a single (R)-propylene-oxide molecule

solvated in water.
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Figure 3.1: Isotropic radial decompositions of the vibrational IRA and VCD spectra of bulk (R)-propylene-oxide: 1. IRA spectrum
©F*(r,7) - 10~*. 2. Molecular VCD term O™ (r, 7). 3. Gauge transport VCD term 5-7O4"* (r, 7). Intensitiesin A~! cm~!. The

spatial extension of the molecular signals range up to about 2 A; the features around 5A correspond to its nearest neighbor molecules.
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Figure 3.2: Isotropic radial decompositions of the vibrational IRA and VCD spectra of (R)-propylene-oxide solvated in water (7M concen-

tration): 1. @g’l (r,p)-107%.2. @gm(r, v).3. ir@’fﬂ(r, ). Intensity in A=t em 1.

Our analysis shows that the signals (in IRA and VCD) due to the molecular terms ©( predominantly
originate from small distances, i.e. from the intra molecular correlation itself. These contributions show
the expected spectral features, with the additional sign fingerprint in case of the VCD. At larger distances,
also the gauge transport term contributes to the spectrum, with amplitudes similar to the spectral intensities
of the molecular signals. These contributions are highly fluctuating and, if integrated, yield a very noisy
background to the spectrum, which covers the spectral features at smaller distances. The additional scaling

by the distance further increases this noise. As discussed in the appendix, we attribute these highly oscillatory
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contributions to the fluctuations of instantaneous chirality that only vanish on average, i.e. with improved
sampling.

In the (R)-propylene-oxide water solution, we observe additional spectral features, most prominently
at the water bending mode (1650 ¢ ™), that also show up in the molecular and gauge transport term of
the VCD. These originate from a) electronic polarization effects and b) changed molecular dynamics, e.g.
due to hydrogen-bond formation. The decomposition does not provide a clear cut separation of the two
effects but it allows to visualize their spatial distribution. In the following analysis, we make use of the fact
that this solvation feature begins already at smaller distances than the other noisy contributions to the VCD
spectrum.

In view of the gauge problem in the liquid phase, we observe that the dominant contributions to the
spectrum are located within the first solvation shell. This result has already been established in the IRA case
by Heyden and coworkers.*”?”* In our case, the gauge transport, with the additional scaling by the distance
7, results in an increased computational requirement of the sampling as compared to the IRA case, which
renders the application of the TCF formalism to VCD in solution more difficult than for conventional IRA.
However, with a finite correlation depth in the frequency range of interest, the gauge problem could be

solved naturally by using a sufficiently large super cell and simulation time.

LOCAL CHIRALITY - LOCAL CORRELATION

From the results of the previous section, we know that the relevant contributions to the spectrum originate
within the first solvation shells of the molecules. In order to localize the correlation to the relevant part and
to discard the noisy part of the environment, we introduce scaled molecular moments that contain only the
molecular moments in a finite region around a chosen center. Again, along the lines of ref.,*” we adapt the

concept of local correlation. For a chiral molecule K, we include the effect of the surrounding molecules J

i (®) = N (0 + X Pres(t)aat)) (3:225)
J(#K)

mi(t) = Ni () (mnc(t) + 3 Pres(tima(t)). (3226)
J(#K)

with a damping function for inter-molecular contributions P ;(t) = (1 + exp{(|Rx.(t)| — Ro)/D})~"
and normalization N} (t) = (143 ;zx) Pi ;(#))7/2. The correlation depth is controlled by the param-
eter Iy and the slope of the cutoff by the sharpness parameter D.

We have to distinguish between two different situations. If we consider a single chiral molecule K in
an achiral solvent, the chirality of the system is well localized and we expect the spectrum to originate from
the vicinity of the chiral center. In this case the normalization has to be omitted to avoid downscaling the
molecular contribution. In a chiral bulk liquid, the surrounding molecules J equally contribute and we
have to normalize the scaled moments to obtain a normalized spectrum. In practice, each molecule can then
be considered as solute and solvent and the local correlation can be calculated for each chiral center in the

simulation cell.
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3.2.4 INUMERICAL RESULTS

Using our projected NVPT implementation, we have calculated AIMD-based dynamical VCD spectra of a
series of systems. In the following discussion, we first present spectra of (S)-ds-oxirane and (R)-propylene-
oxide in the gas phase and subsequently invoke the harmonic limits using effective normal modes.*>*7# The
mathematical procedure is reviewed in section A.3 of the appendix. Secondly, we show the spectrum of
(R)-propylene-oxide as a bulk liquid and introduce the local correlation technique. Finally, we discuss the
induced chirality of (R)-propylene-oxide solvated in water as an example for an achiral solvent. The used
implementation of the projected NVPT is accessible for scientific use in the official version of the CPMD

program package.

DYNAMIC AND STATIC SPECTRA IN THE GAS PHASE

For molecules in the gas phase, the double harmonic approximation, possibly including anharmonicity cor-
rections, is the natural choice for the calculation of VCD spectra. The use of the TCF formalism can be of
interest if the molecule has conformational degrees of freedom.’»*”5 At the present stage, we wish to bench-
mark our method and to subsequently recover the double harmonic approximation to assign the spectral

features to molecular motion. To start with, we look at the small rigid chiral molecule (S)-ds-oxirane.
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Figure 3.3: Dynamical VCD spectrum of an isolated (S)-ds-oxirane molecule at 10K and 300K. The dots are the effective mode intensities
according to eq. (A.3.8). The experimental data are reconstructed from the reported®’® band intensities employing a Lorentzian line shape

function.

In fig. 3.3, we show the dynamical VCD spectra of this system, both at 10K and 300K. To indicate our

statistical error, we have included the standard deviation o (w) as shaded areas to our plots. This statistical
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uncertainty manifests itself mainly at the high intensity peaks. We employ a Lorentzian line shape for the
reconstruction of the experimental data from ref.*”® and the effective modes. We find that the TCF spectra
show all the features of the experimental spectrum and also provide the correct sign information for all in-
tensity bands. The harmonic limit of the molecular motion is taken by extracting effective modes (EM) from
the AIMD, as described in the appendix. The intensities of the EM are shown with dots in the corresponding
color and show a very close match to the TCF spectrum.

Furthermore, we have also calculated the VCD spectrum in the double harmonic approximation. The
intensities of the normal mode (NM) bands are so close to the EMs at 10K that they would be indistinguish-
able in the figure. We therefore provide the summary of frequencies, dipole and rotational strengths at the
different levels of approximation in table 3.1. The results show that NMs are in very good agreement with
the EMs and thus with the TCF spectrum. Athigher temperature, we observe a broadening of the line shape
of the peaks, together with slightly changed peak positions.

To benchmark dynamical VCD spectra in the liquid phase, we have chosen the (R)-propylene-oxide
molecule. As a preliminary analysis, we have calculated dynamical VCD spectra of this molecule in the gas
phase at 340K. The results, along with the experimental reference and the NM analysis, are shown in fig. 3.4.
Also here, all features of the experimental spectrum are well represented in the TCF spectrum. Similar to
the (§)-ds-oxirane molecule, an EM analysis can provide a dissection of the spectrum in terms of vibrational
modes. However, the resolution of the vibrational modes of the methyl-group introduces nearly degenerate

modes that are hard to separate.
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Figure 3.4: Dynamical VCD spectrum of an isolated (R)-propylene-oxide molecule at 340K. The TCF spectrum is consistent with the dou-

ble harmonic approximation and shows all the features of the experimental spectrum. The enlarged view on the right shows the TCF

spectrum in the region 1550-1250 em™1L.

The presented results in figs. 3.3 and 3.4 show that the AIMD-based dynamical VCD spectra are con-

sistent with the theoretical predictions in the double harmonic approximation and in very good agreement
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with the experimental references, apart from a scaling factor usual in DFT studies of vibrational spectra.
The VCD spectrum calculated in the TCF formalism shows additional spectral features due to anharmonic
effects. In the enlarged view on the right of fig. 3.4 we see additional features at 1406 and 1530 cr ™!, These

have been attributed to overtones and combination bands.?””

Table 3.1: Vibrational frequencies, dipole and rotational strengths of (S)-ds-oxirane from normal modes (NM) and effective modes (EM).

Experiment* NM EM 10K EM 300K

1 D R 1 D R 1 D R 1 D R
673 635 Lo -0.7 | 635 L1 -Lo | 634 LO  -L3
754 717 1327 9.4 | 717 1220 89| 714 1427 97
817 741 SL3 33| 739 502 3.4 | 727 49.0 35
885 5.0 | 833 150.6 2.6 | 834 1289 1.6 | 824 158.0 0.7

914 6.3 62| 872 9.7 3.4 | 875 85 -3.4| 870 7.5 2.9
961 54.0 -29.0 918 32.4 -183| 920 29.3 -16.8 917  22.3  -I5.§
mo6 8.6 ILI | 1067 4.1 7.5 | 1067 4.0 7.4 | 1062 4.5 8.2

12 -4.9 | 1079 2.1 -5.5 | 1079 2.0 -4.83 | 1070 22 -4.7
1235 29.6 241 | 187 237 10.4 | 187 20.0 8.6 | my9 272 9.8
1339 2.3 -2.5 | 1310 0.2 -0.6 | 1310 02 -0 | 130§ 03 -05
1397 12.0 -15.0 | 1361 10.0 -8.1| 36o 100 -8.0| 1352 8.0 -72

2240 27.0 -10.4 | 2213  49.§ -22.2 | 2217 $4.9 -25.8 | 2199 49.7 -23.8
2254 §.7 2.0 | 2224 13.0 16.0 | 2227 159 20.7 | 2214 12.0 15.8
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VIBRATIONAL CIRCULAR DICHROISM IN THE BULK

The principal application of our development is the calculation of VCD spectra in the liquid phase. We
have chosen bulk (R)-propylene-oxide as a benchmark system and employ the normalized local correlation
presented in section 3.2.3 to obtain a gauge invariant spectrum from our finite AIMD.

The results of the TCF calculations are given in fig. 3.5, where we show the dynamical IRA and VCD
with an experimental reference. We employ two different cutofts for the damping function, centered at the
centers of mass of the (R)-propylene-oxide molecules. For the small cutofts, we only observe the molecular
contributions due to the chiral molecules themselves. In contrast, the cutoff Ry = 6A includes the first
solvation shell, so that the total spectrum is mainly due to the molecular contributions of all molecules in
the first solvation shell. As a main result, we find that in this system, the inter-molecular contributions do
not significantly change the spectrum at the given statistical resolution.

To indicate our statistical error, we have again included the standard deviation o (w) as shaded areas to

1

our plots. Compared to the isolated system, the two intensity bands at 1400 cm ™" are not as much resolved.
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The broadening is due to environmental effects on the molecular spectra. Also in the double harmonic
picture, the two band positions are much closer than in the experimental observation. The use of a more
exact exchange correlation functional might yield better separated vibrational frequencies.

In view of the very recently published density derived dynamical VCD spectra,® we think that a compar-
ison of the two AIMD-based currents is an interesting question for future studies. We conclude that, in the

systems analyzed in this work, the NVPT for VCD provides a rigorous thus robust theoretical approach.
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Figure 3.5: Dynamical IRA and VCD spectra of bulk (R)-propylene-oxide at 340K. The intensities are in units of km cm mol 1. We show
the molecular correlation and a damping cutoff Ry = 6A, which includes the first solvation shell. The shaded areas indicate the standard
deviation of the statistically independent microcanonical simulations. The experimental data are already divided by the refractive index

. . . *
and are in arbitrary units.

CHIRALITY TRANSFER TO AN ACHIRAL SOLVENT

Asafirstapplication of dynamical VCD spectra, we look at the chiral solute (R)-propylene-oxide in an achiral
solvent, in our case water. For this system, an additional VCD signal in the water bending region (1650 cm™!)
has been reported, which is not present in the bulk spectrum.?**# The explanation for this effect has been
a chirality transfer from the chiral solute to the achiral solvent, i.e. the on average achiral water molecules
interact with the chiral molecule such that their average dynamics becomes chiral.

From the theoretical perspective, this effect has already been analyzed successfully, using a combination
of classical molecular dynamics simulations and explicit solvent clusters in the double harmonic approxima-
tion.”»?* We expect that an AIMD-based TCF calculation of the VCD spectrum should naturally yield the

chirality transfer signal and additionally provide an atomistic description of its origin.
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We show the dynamical IRA and VCD spectra from our calculations in figs. 3.6 and 3.7, along with an
experimental reference. Again, we employ the local correlation presented in section 3.2.3, this time however

without the normalization.
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Figure 3.6: Dynamical IRA and VCD spectra of (R)-propylene-oxide solvated in water at 340K (7M concentration). The intensities are in
units of km cm mol ~. We show the molecular correlation and damping cutoffs of Ry = 3.75Aand Ry = 4.0A, which includes the
hydrogen bonded water molecules. The shaded areas indicate the standard deviation of the statistically independent microcanonical sim-
ulations. The experimental data are taken from ref.2* and are in arbitrary units. We have divided the computed spectra by the refractive

index of bulk water?’® to compare with the experiment.

As a first result, we find that the molecular VCD spectrum shows all the features of the experimental
spectrum except at the signal in the water bending region ( 1650 cm™!). This spectral feature is systematically
included by increasing the scaling cutoft, i.e. the inclusion of the hydrogen bonded water molecules via the
cutoff Ry > 3.75A leads to the emergence of the experimentally observed signal. This result is in line
with the findings of ref.*»** The signal due to the chirality transfer, despite the discussed signal-to-noise
complications, naturally shows up in our AIMD TCF approach.

As a second step, we analyze the disorder induced signal-to-noise ratio in this system. In the IRA, we see
that the solute signal is several orders of magnitude smaller than the solvent contribution. This manifests
itself also in the VCD spectrum in terms of the dominant contribution of the solvent contribution to the
gauge-term (c.p. section 3.2.3 and the appendix). We compare the cutoft dependence of the mean standard

deviation 7 (Ry) at the two different solute concentrations of (R)-propylene-oxide in water and bulk (R)-
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Figure 3.7: Dynamical IRA and VCD spectra of a (R)-propylene-oxide molecule solvated in water at 340K (infinite dilution). The intensities
are in units of km cm mol ~ 1. We show the molecular correlation and damping cutoffs of Rg = 3.75Aand Ry = 4.0A, which includes
the hydrogen bonded water molecules. The shaded areas indicate the standard deviation of the statistically independent microcanonical
simulations. The experimental data are taken from ref.2* and are in arbitrary units. We have divided the computed spectra by the refrac-

tive index of bulk water?”® to compare with the experiment.

propylene-oxide in fig. (3.8). The graph illustrates the expected signal-to-noise at larger distances and shows
that the chosen cutoffs are, given the available sampling, the best compromise. The cutoff Ry = 3.75A is the
first cutoft that significantly includes solvent contributions while at the same time still having a significant

signal-to-noise ratio.
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3.3 MODERN THEORY OF MAGNETIZATION AND THE NUCLEAR VELOCITY PERTUR-

BATION THEORY

The extension of the NVPT theory and implementation to the ordered condensed phase requires to take
into account additional terms in the final observable. In oriented systems, also the quadrupole moment is
contributing,***° even though in practice it is often neglected.”*~** However, the decorrelation at long
distances, which is a reasonable assumption in the liquid state, can occur on much larger scales in the or-
dered condensed phase. An application to e.g. polypeptides or parts of protein crystal structures therefore
needs a further analysis to assure gauge invariant spectra. As discussed in section 1.3, the modern theory of
magnetization® > (MTM) provides a protocol to express the total magnetization of an extended sample
in terms of properties of the bulk MLWOs. In this section we present an adaptation of the MTM in the
NVPT framework for VCD.

In the following discussion we denote canonical KS orbitals with |®,), and MLWOs with |w,). The

calculation of the NVPT in the canonical representation

7:[|(I)20)> - 600)‘(1)00)> =0 (331)
. . 0

WY — 1My — AR - — | DO 2
HI9) — [0 = iR - [al?) (332)

is expressed in terms of MLWOs with cell translation vectors L

jwg (L =2 Uu(L L)[ef)) and [)7) =D U} (L)wf (L) (3:33)
L o
as
Al (L)) =323 Ao (L, L) [ (L)) = (33-4)
Hlw(L)) - ZOZAw (L, L)|wl (L)) = ihR - [w/*) (L)) (3.3:5)
L' o
with
0

Aoy (L, L) = ZUOO,, DS (L) and w/O(L) = Uy 9 (3.3.6)

L)—
Lar
and w, = w® + wh, Re[wM] = 0, Im[w®] = 0, (WO (L)|w' (L')) = GoydrL. According to the
MTM, the total magnetization is the sum of a local current (LC) and an itinerary current (IC) contribution

(c.p. eq. (8) in ref.™*)
M=—— {ZZ w,o(L)|(F — L) x twy(L)) + L x (w,(L)[t|w,(L))| = Mrc + Mc. (33.7)

The local current part is, within the bulk, translationally invariant. Similar to the procedure presented in
section 1.3, it can be expressed in terms of the bulk properties only. Using its translational invariance, it is
evaluated in a single unit cell with volume V;,, choosing the cell origina as a common origin

> (wo(0)|(F — 0) x Tlw,(0)). (33.8)

o

€
Mpc = —
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The itinerary part is given by

Mic = -5+ ZZL X (wo(L | wo(L)). (3.3.9)

We use I = —%[ H] to write
(10 (L) [l (L)) = — o (L] £, H (1) (3310
= 2O LERO ) + 2 OO L) i)

and use egs. (3.3.4) and (3.3.5) to rewrite this as

—

°< )EA oo (L, L) [l (L)) + ih(w® (L)[[R - wO(L))  (3:312)
( )’AO/O(L,L)I“wO ( )> (3~3~I3)

(wi? (L)[FH]wg? (L)) =(w

o

V(L) |Hi|wlM (L))

o

s\m °

(w (w

The two contributions can be split in a “rotational” and a “translational” part.
_ R T
M;c = Mjc + Mj¢ (3.3.14)

The “translational” contribution has no counter part in the conventional MTM. It involves the APT and

does not contribute to the VCD spectrum since the triple product with current dipole moments vanishes
M = 2V ZZL x 2wl (L)|#|R - w)*(L))) (3.3.15)
0 .
Z LxR- IR Z( O(L)] — ef|w”(L))). (3.3.16)

The “rotational” contribution reads

Mﬁc 2Vc Z Z

L,L’ oo’

2 (L) Ffl (1)) Ao (I, 1)

o

+ f;<w£9><L'>|f~|w51><L>>Ao/o<L’, b G

We use the symmetry in 0, o’ and L, L to rewrite this as
Ml = 570 52 S = ) [ A ] s
and use translational symmetry to reduce the double sum
M = g E S [ =l O)ful) (1) s (0.1 (3319

In the CPMD implementation within the I'-point approximation, we only have access to

Ao = ZAO()/(O, L), (3.3.20)
L
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i.e. the MLWOs are the same in all unit cells. However, we usually work with unit cells that are bigger than
the MLWO-spread in insulating systems. Therefore, it is possible to attribute MLWOs at the cell boundary

to neighboring cells, in other words, we manually construct the nearest neighbors via

L

Ao (0,0) = Ay ifr, — 1y < 5 (nearest neighbor within same cell) (3.3.21)
L

Ao (0,L) = Ay ifr, — 1,y > 3 (nearest neighbor in neighboring cell), (3.3.22)

with Aoy (—L,0) = A,y (0,L). For a pair of MLWOs o0 and o', with o within the 0 unit cell, we check
whether the nearest neighbor o' of o lies within the same cell or whithin a neighboring cell.
The evaluation of eq. (3.3.19) then involves the calculation of the following expressions of MLWOs of

different unit cells
tor = (W |ik|wl)) and AS) = (W Hwf) = AT). (3:3.23)

We work with a unit cell that is sufficiently large in comparison to the spread of the MLWOs. Therefore,
we only consider nearest neighbors in the overlaps of MLWOs. The position operator expectation value

0 . . . . . 1A
r((mz . is taken with respect to the Wannier center of either of the involved states, e.g. state 0 with (7), =

(WO 7w
fDel = @O — (F)o|wl)) = (w7 [wl)). (33.24)

The presented adaptation of the MTM for the NVPT has been implemented in the CPMD program package
and first benchmarks are currently carried out. With a successful realization of this theory, the calculation of

NVPT VCD spectra could be extended to anisotropic systems or extended molecules.
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3.4 NON-LOCAL PSEUDOPOTENTIALS AND GALILEAN INVARIANCE

The use of a plane wave basis for the electronic wave function and density has the major advantage that the
basis functions do not depend on the nuclear positions, nuclear velocities or external fields. Itis therefore not
necessary to consider Pulay terms™ in the NDP calculation, to include velocity gauge factors in the atomic
orbitals”*7 or gauge independent atomic orbitals in MFPs.**2%¢ The price to pay is the use of non-local
pseudopotentials, which do not behave as regular local potentials. As discussed in sections 1.2 and 2.3, non-
local pseudopotentials complicate several aspects of the calculation. They e.g. give rise to additional terms
in the NDP perturbation Hamiltonian and require an explicit evaluation of the commutator of position
operator with the unperturbed Hamiltonian. In presence of the vector potential of an external electro-
magnetic field, the GIPAW"*° or ICL*"*** method have to be employed to obtain gauge invariant physical
observables. However, also when the nuclei and their non-local pseudopotentials are moving, a correction
is necessary, i.e. Hamiltonians with non-local potentials are not invariant under a Galilean transformation.
The TDSE
2

—B2 . . . . A 0
(G ¥ Vi + Tt ) 10l00) = (oL + V)60 = i 68 (3.41)

is form invariant under Galilean transformation®”
;M. i, 2
r—r—vt and ¢o(r,t) = Po(r — vi, t)eln Ve VI (3.4.2)
only if V;;; = 0. Since the projectors of the non-local potential are still at rest

Vau(r,r') => Vy(r—R",r' —RY), (3.4.3)

they introduce artificial sources and sinks of the probability current. In order to obtain a form invariant
TDSE we have to evaluate the projection in the same reference frame, i.e. either by boosting the projector or
with the opposite sign removing the boost of the orbitals. In the spirit of the ICL method, this corresponds

to a transformation of the non-local potential with a linear transport between sources and sinks

. r'—RY
Ve, 1) = 3 V(e — RY,x/ — R”)exp{ ~iS R / dr"} (3.4.4)
v r—RY
=Y (r|eFROTYO R RO ) (3.4.5)

3.4.1 ONE DIMENSIONAL MODEL

We analyze this relation in a one dimensional model system, a harmonic oscillator with a non-local potential

that shifts the energy of states depending on their symmetry via the parity operator 11

~ 1 ~ ~ ~
Viee(Z) = imw%z, Vi =AIl and Il(x,2")é(2',t) = ¢(—x,t). (3.4.6)
At rest, the TDSE reads
_hQ =92 PN - / ’ . 9,
(mv + Woc(x))¢(x, 1)+ Afl(e,2')o(a', ) = b o(, 1) (3.4.7)
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After a Galilean transformation, i.e. from the point of view of an observer with velocity —v,
~ 1 ~ m'U2
z—i(t)=xz—vt and ¢(x,t) = G(E(t),t) = G(E(t),t)erMFO+TY (3.4.8)

we find the transformed TDSE

(S0 4 Voul2(0) ) D01, 0) + ARG, W 0.1) = 3G, (.49)

which simplifies to

2 . . P
(;LVQ + Viee(Z ))cb(f? t') + e i ALL(E, ) (& t)er™ ¢( t') (3.4.10)

8t’

where the time derivative on the right hand side is not acting on the time dependence of Z(t) so that we can

drop its time dependence. Without transformation of the non-local potential we obtain

—R2 2 P
(hv2 Vi@ 6@, 7) + € ATz, )0l 1) = i

5 aﬁ(l’ t') (3.4.11)

ot

and with correction we recover eq. (3.4.7)

—h?2 2 ~ ~ 4l S ~/
(2TTLV + ‘/zoc(l'))(,b(l‘, 13 ) + AH(xv T )QZS((L’ 7t ) Zh@t’ ¢($ 13 ) (3'4-12')
In the basis of the harmonic oscillator eigenstates |¢,,) eq. (3.4.11) reads
<¢m|7:[loc + 6_2%mU§:Aﬂ|¢n> = €n0mn + (_1)nA<¢m|6_2%’mvi|¢n>7 (3.4.13)

which has been solved at different boost velocities using Gauss-Hermite quadrature®*® with 2000 basis func-
tions (and parameters h=1, m=1 and w=r). The resulting stationary states ¢,,(x) and eigenvalues €, of
€q. (3.4.7) are depicted in fig. 3.9. Due to the parity dependent energy shift, the neighboring states with

even and odd symmetry (or number n) switch.
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i} r i} T v T
4t : ] r : ] M
1 ! 1 ' 1
M M \ "
‘\ ¥ v ! ‘\ ¥
1 ! 1 ’ 1 4
N S N7 N S B B S N N N \ !
N \ \
. N / N / L~ |
i \ ' \ K r \ ;
< 5 ; L
* ’
1J\ M |
% =3 2 T 00 I 2 3 4 -4 -3 =2 -1 0 1 2z 3 4-4 23 =2 216 1 2 3 4
x/a.u x/a.u x/a.u

Figure 3.9: Stationary states with non-local potential. Left: Stationary states at rest without shift. Center: Stationary states at rest with

shift. Right: Uncorrected stationary states with boost and shift.

The stationary solutions of eq. (3.4.13) at different boost velocities v are shown in fig. 3.10. The probabil-
ity density of the stationary states changes and the switching of the states is reversed with increasing velocity.

Furthermore, the stationary states carry a current.

I01



0.6 ground state first excited state energy shifts

0.4
— Ay |
ne | B

0.3 i

.

0.2 |

'
|
h '
'
l
l

Ae, /a.u.

Jn(z)/v/a.u.

-0,2
23 -2 -1 0 1 2 3 -3 -2 -1 0 1 2 3 10710%10%107 10° 10" 10°
x/a.u. X /a.u. v /a.u.

Figure 3.10: Left: Boosted non-corrected stationary states at different boosts. The color coding goes from zero velocity (red) to high
velocity (blue) and the corresponding velocities are marked with points in the right panel. Right: Difference of the boosted eigenstate

energy with respect to the correct value at different velocities.

We are interested in the time evolution of a wave packet, e.g. the correct ground or first excited state, in
presence of the non-local potential. The wave packet can be expanded in terms of the stationary states of
eq. (3.4.13) and shows a non-vanishing current dipole moment as well as an oscillation of the center of mass.
These current dipole moments and the amplitude of the center of mass oscillation are depicte in fig. 3.11. We
also include a linearized correction as discussed in the following section and see that the correction supresses

the unphysical effects up to about one per mill of the speed of light.
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Figure 3.11: Current dipole moments and center of mass oscillations due to non-local potentials. The linerized correction yields the re-

sults colored in blue, which show a physical behavior up to about one per mill of the speed of light.

The results obtained with this model system give an estimate of the velocity range in which this effect is
relevant. Aslong as the de Broglie wavelength of the electrons is much larger than the spatial extent of the
non-local potential, the first order correction provided in the next section should suffice. At thermal veloci-

ties this condition is fullfilled and even scattering experiments might be treated with a linearized correction.
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3.4.2 LINEARIZED CORRECTION

At small velocities, we can linearize the correction and find

V) = 3 (VA0 + SE R (1) 5,74 (3-414)

v

In the NVPT, the electronic Hamiltonian changes to

L . o im . .
o= O+ 3 (= iR ) oo+ R 1, V) (5415
” ORY h
and the corrected Sternheimer equation becomes
~ S 0 mo- . A
(O — o) = 3 (iR (1) - op = TR @£ V060 Gae)
giving rise to a different NVP wave function. However, also in the current operator, we have an additional
term
A R T M e
r= B H] = HO+ ZV: = {r, [R"(t) - T, Vnz(o)]} (3.4.17)
and its NVPT expectation value turns out to be invariant
\ 1 1 .
(Goltl00) = (&7 [F, HON0L") + (6| &, H™]|6{”)
1Y g [ )- 2,791 60) (5.418)
= ZR” cb(o)l 647, (3.4.19)
where we used
1. HO — )41y 0 RY() - . V291) 6@
(G012 &Dloll) = @O S F (R0 g = RO 5Tl o

Using the linearity of the perturbation, we can show that the correction caused by the additional term in the
NVPT perturbation Hamiltonian is not required for the calculation of current expectation values. To see

this, we split eq. (3.4.16) in the local response ’¢loc ») and the non-local response |¢nz o)

A

(HO — )| ,) = ZZFLR” : aRV\(b )) (3.4.21)
(A = eMohio) =3 SRR £,V o) (4.22)

From eq. (3.4.18) we directly see
(B0lfl0) = (60 1 AU + (610l 2, A 6) (3429

That s, in presence of non-local pseudopotentials we can ignore the violation of the Galilean invariance in
the calculation of current expectation values in boosted systems as long as the nuclear velocities are small.

The results of section 3.4.1 indicate that this is the case at nuclear velocities at ambient conditions.
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3.5 ON THE MASS OF ATOMS IN MOLECULES: BEYOND THE BORN-OPPENHEIMER AP-

PROXIMATION

Describing the dynamics of nuclei in molecules requires a potential energy surface, which is traditionally
provided by the Born-Oppenheimer or adiabatic approximation. However, we also need to assign masses to
the nuclei. There, the Born-Oppenheimer picture does not account for the inertia of the electrons and only
bare nuclear masses are considered. Nowadays, experimental accuracy challenges the theoretical predictions
of rotational and vibrational spectra and requires to include the participation of electrons in the internal mo-
tion of the molecule. More than 8o years after the original work of Born and Oppenheimer, this issue still
is not solved in general. Here, we present a theoretical and numerical framework to address this problem in a
general and rigorous way. Starting from the exact factorization of the electron-nuclear wave function, we in-
clude electronic effects beyond the Born-Oppenheimer regime in a perturbative way via position-dependent
corrections to the bare nuclear masses. This maintains an adiabatic-like point of view: the nuclear degrees
of freedom feel the presence of the electrons via a single potential energy surface, whereas the inertia of elec-
trons is accounted for and the total mass of the system is recovered. This constitutes a general framework for
describing the mass acquired by slow degrees of freedom due to the inertia of light, bounded particles. We
illustrate it with a model of proton transfer, where the light particle is the proton, and with corrections to
the vibrational spectra of molecules. Inclusion of the light particle inertia allows to gain orders of magnitude
in accuracy.

All authors contributed extensively to the work presented in this section.”®® F. Agostini, R. Vuilleu-
mier and A. Scherrer derived the theory and wrote the manuscript. F. Agostini and R. Vuilleumier imple-
mented the proton transfer model and carried out the numerical calculations. A. Scherrer implemented the
corrections to the vibrational spectra of molecules and carried out the numerical calculations. F. Agostini,
R. Vuilleumier and A. Scherrer and analyzed and interpreted the results. D. Sebastiani and R. Vuilleumier

supervised the project. E. K. U. Gross gave conceptual advice.

3.5.1 MOTIVATION

The Born-Oppenheimer® (BO), or adiabatic, treatment of the coupled motion of electrons and nuclei in
molecular systems is among the most fundamental approximations in condensed matter physics and the-
oretical chemistry. Based on the hypothesis that part of the system, usually electrons or protons, evolves
on a much shorter time-scale than the rest, i.e. (heavy) nuclei or ions, the BO approximation allows one to
visualize molecules as a set of nuclei moving on a single potential energy surface that represents the effect
of the electrons in a given eigenstate. Yet, it is an approximation, yielding the correct dynamics only in the
limit of infinite nuclear masses. Consequently, when compared to highly accurate molecular spectroscopy
measurements, theoretical predictions might deviate from experimentally observed behavior.

In those situations, the question of which masses**°7 are to be considered when calculating rotational
and vibrational spectra of light molecules, for instance hydrogen-based,*™**® often appears in the literature
to rationalize this problem. In the BO approximation, the electrons appear only implicitly in the dynamics,
as a potential energy contribution to the Hamiltonian driving the motion of the nuclei. The kinetic energy

arising from the molecular motion then involves only the bare nuclear masses. However, electrons are carried

104



along with the nuclei, thus how is their inertia accounted for? It has been proposed that more accurate results
are obtained when employing atomic masses rather than bare nuclear masses; sometimes fractional masses are
used to account for jonicity but there is no systematic way to do so.

One solution to the problem is to perform a full non-adiabatic treatment of the coupled electron-nuclear
problem, but the numerical cost is much larger than a BO calculation. Also, from a fundamental point of
view, this does not answer the question of what is the mechanism by which the inertia of the electrons affects
the mass of the heavy degrees of freedom. An alternative approach, pioneered by Bunker and Moss,*%*%° is
to treat perturbatively non-adiabatic effects, but applications are still limited to di- and tri-atomic molecules.

In the present work, we examine this problem in the framework of the exact factorization of the electron-
nuclear wave function.”® This (non-adiabatic) reformulation of the quantum-mechanical problem is used
as a starting point to develop a procedure that settles the issue described above in a rigorous way. The key
pointin the exact factorization is that the electronic effect on the nuclear system is taken into account by time-
dependent vector and scalar potentials. These concepts are the generalization of similar, but static, quantities
appearing also within the BO approximation. We show that non-adiabatic effects can be accounted for, by
formulating a theory that treats these effects as a perturbation to the BO problem. Such a framework has
been discussed in previous work™* to derive the nuclear velocity perturbation theory™ for vibrational circular
dichroism.? Within the nuclear velocity perturbation theory, non-adiabatic effects can be included by taking
into account corrections to the BO approximation up to within linear order in the classical nuclear velocity.
We show here that this is equivalent to a perturbation approach where the small parameter is the electron-
nuclear mass ratio.

The major achievement of such formulation is presented in this work: electronic non-adiabatic effects
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appear as a position-dependent mass correction®**?** to the bare nuclear mass, up to within linear order in
the perturbation. From a fundamental perspective, we prove that it is possible to recover an adiabatic-like
structure of the Hamiltonian governing the dynamics of the heavy degrees of freedom, with a kinetic energy
contribution and a separate potential energy term. Since the mass correction can be fully identified with the
electronic mass, totally missing in the BO approximation, we propose a theory able to restore a fundamental
property, often overlooked, of the dynamical problem: the translational invariance of an isolated system
with its physical mass, i.e. nuclear and electronic. If in the BO approximation, the nuclear masses are made
position-dependent in the way proposed in this work, the center of mass can be separated from rotations and
internal vibrations and evolves as a free particle with mass equal to the total mass of the system (expected
from the Galilean invariance of the problem®”). From an algorithmic perspective, the corrections to the
mass involve only ground-state properties and can be calculated as a response to the nuclear motion, within

standard perturbation theory.®7?* Therefore, we are able to perform numerical studies of molecular systems,

pushing the applications beyond di- and tri-atomic molecules.

3.5.2 THE ADIABATIC LIMIT OF THE EXACT FACTORIZATION

The exact factorization of the electron-nuclear wave function has been already introduced and discussed in
sections 1.5, 2.2 and A.1.
With this starting point, we observe that the electron nuclear coupling operator (ENCO) is inversely
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proportional to the nuclear masses M, and the BO limit**° corresponds to the solution of egs. (1.5.6-1.5.7)
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setting the ENCO to zero.** Formally, however, approaching this limit of large but finite nuclear masses
depends on the physical situation considered.* In the time-dependent case, keeping fixed the kinetic energy,
it has been shown’® that the BO limit is recovered asymptotically in terms of a small expansion parameter
1 used to scale the nuclear mass, M — M®) = M /u*. Making p approach zero corresponds to the ratio
of the nuclear mass over the electron mass M ®) /m,, going to infinity. This scaling factor will be used only
to estimate perturbatively the order of the terms in the electronic equation, and will be set equal to unity to
recover the values of the physical masses. The nuclear mass being made larger, their dynamics is slower such
that time variable must then be scaled as well, by a factor p?, i.e. t — ¢/u?*" increasing the separation of
time-scales between the light and heavy particles. Similarly, following a simple scaling argument, the nuclear
momentum behaves as 112 in the semi-classical limit (see Section C.1 of the appendix). Then, the ENCO

from Eq. (1.5.10) scales with p* as

Nn —ihV, A R, )
Uenu (I)Ra Z [ ( >] (351)
zl\} <A (R, 1) + 1A, (R, t)) ( —ihv, — AV(R,t)ﬂ,
where A, (R, t) = Q%E?t) A (R, t) tends towards a quantity independent of 11 in the limit of small

w, since —ihV,x/ is related to the nuclear momentum™®7 and thus scales as 112

Using the definition in Eq. (1.5.11), we define the scaled time-dependent potential energy surface (TD-
PES),

cu(R, 1) = (Pr(t)| Hpo |Pr (1)), + 1 (Pr(t)] — ih0; [ PR (1)),

F Y g (D) [T~ AR R (D), (6352)

noting the second term in Eq. (3.5.1) does not contribute (by construction) to the TDPES. The electronic

equation thus obtained,

{ﬂBO + Uen,u [(I)R7 X] - Eu(Ra t)} q)R(rv t) = Z-I‘:L:U?at(l)l:i(r7 t)v (353)

can be solved perturbatively in powers of 1%, with its solution of the form ®g (r, t) = CID(O) (r,t)+ ,u2(13£{) (r,t)

+.. .3
The time dependence appears only at order 1%, as it is clear from Eggs. (3.5.2) and (3.5.3). Therefore the
time dependence of CID(PS) (r,t) = QO(RO) (r) can be dropped out and it satisfies the zeroth order equation

[0 — <P (R)] o)) =0, (3:5.4)

with €(®(R) the first term on the right-hand-side of Eq. (3.5.2). Here, <p(RO) (r is an eigenstate of the BO

Hamiltonian with eigenvalue ¢ (R) = eg()) (R), chosen to be the ground state.

At the zeroth order:

(i) the time dependent vector potential identically vanishes, A" (R, ) = 0, as in the absence of a mag-

netic field gog) (r) can be be real;

106



(ii) the evolution of the nuclear wave function is determined by the usual BO equation;

(iii) theelectronic wave function is used to fix the gauge freedom atall orders, by imposing (gog) |Pr(t)) €
R.

3.5.3 RECOVERING THE NUCLEAR VELOCITY PERTURBATION THEORY

The electronic equation eq. (3.5.3) at the next order yields

Nn
Mo — egp(R)] @R =i Y- AL(R, 1) (hV,ey) (3:55)
v=1
where
, 1
N (R.1) = 7 (AR 1) + AL (R, 1) (3.5.6)

v

from eq. (1.5.10). We neglected the time-dependent vector potential (TDVP) from the second term in paren-
thesis since A, (R, t) is O(u?). Furthermore, A/, contains a term O(p?), which is analyzed below along
with the TDVP.

In the following, we present the connection between eq. (3.5.5) and the nuclear velocity perturbation
theory, thus providing a numerical scheme™ to compute CIDS) (r,t) within perturbation theory.” The elec-

tronic wave function up to within O(u?) is

Pr(r,1) = ¢ (1) + 1% 3 N, (R, 1) - o), (), (:5.7)
where <pg?y (r) isimplicitly defined by eq. (3.5.5). Eq. (3.5.7) is valid also as initial condition, i.e. the correction
is included if at the initial time the nuclear velocity (the classical limit of A},(R, t)) is non-zero.*”* ®g(r,?)
is complex and can thus sustain an electronic current density’**** induced by the nuclear motion.
We now show the relation between the 1*-expansion and the nuclear velocity perturbation theory (NVPT).
In the framework of NVPT, we have used A, (R, t) in eq. (2.2.26) as the perturbation parameters that con-

trols the degree of non-adiabaticity of the problem. The electronic equation (3.5.3) can be written using

AR, ) as

o — epo(R)] (i (1) + 2R (1)) = (3:5:8)
W2 S N(RD) - [, + AL (R.D] ¢ (r).

Also, as proved in section 3.5.4, the TDVDP is itself O(u?), thus it will be neglected from the term in square
brackets on the right-hand-side. If we solve this equation order by order, Egs. (3.5.4) and (3.5.5) are easily

obtained. In particular, we recall here Eq. (3.5.5) whose solution yields q)ﬁ) (r,t),

Np,
Fno = cpo(R)] @R/ (1) =i 3 X, (R, 1) - (V. (1)) (35.9)
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In section 2.2 we started from the electronic Hamiltonian eq. (2.2.27)

Nn,
Hea =Hpo + YN, (R,t)- (—ihV,), (3.5.10)

v=1
and we have solved it perturbatively, using H po as the unperturbed Hamiltonian. Itis clear, as stated above,
that X/ (R, t) is the small parameter that controls the strength of the perturbation and that —ihV,, is the

(non-adiabatic) perturbation. In eq. (2.2.30), we have looked for the eigenstates of #,, in the form

QI / (0)
<90R —1ihy, AV(R7 t) -V, PR >
Dr(r,t) = o (r) + - r o (r) (3.5.11)
= €9h(R) — €l5h(R)

as straightforwardly follows from the application of standard time-independent perturbation theory. The

first order perturbation to BO ground state can be written as

. (D) . du,eO(R)
lpr (1) =1 —— 05
R g(:) weo(R)

with weo(R) = (ES;)O(R) - eg())(R)) /hand d,o(R) = <g0§)|vyg0(fg)>r, the non-adiabatic coupling

vectors. This leads to a new expression for Og (r, 1),

ot (1), (35.12)

Nn
Dr(r,t) = o (r) +i > AL(R, 1) - @R (r), (3.5.13)
v=1

which is exactly eq. (3.5.7) when setting 1 = 1, to obtain the physical nuclear mass.

In the framework of NVPT, the perturbation parameter has been interpreted classically as the nuclear ve-
locity 3#™719° It is worth mentioning here that, when performing a numerical simulation, such dependence
on the nuclear velocity shall be correctly accounted for also in the preparation of the initial electronic state.
When using NVPT to perform the calculations, the electronic evolution is not explicit, in the sense that at
each time the electronic wave function is simply reconstructed using ground state properties that are then
inserted in Eq. (3.5.13). However, when NVPT results are (or can be) compared with quantum-mechanical
tully non-adiabatic results, the initial electronic state cannot be simply prepared in the ground state, unless
the initial nuclear velocity is zero. If this is not the case, then the first order contribution in Eq. (3.5.13), pro-
portional to the finite value of the initial nuclear velocity, has to be included in the initial condition. Then
NVPT and non-adiabatic results can be directly compared, as the same initial conditions are used in both.

Equating the first order corrections to the BO eigenstate, from the y*- and the X!, (R, t)-expansion,

yields

Ny,
R (r.t) =i AL(R,1)- oR(r). (3.5.14)
v=1

The comparison between the ,u4—expansion and NVPT allows, first of all, to derive an explicit expression
of gog) (r,t) as given in Eq. (3.5.12), and, second, to decompose the perturbed state as a sum of independent

(linear) responses to the non-adiabatic perturbations, thus leading to

50 — €3b(R)| ya(r) = hduapi (1). (3.5.15)
As above, the index v is used to label the nuclei and « labels the Cartesian components of the gradient.

This equation can now be easily solved by employing density functional perturbation theory as described in

sections I.1.4, 2.2 and 2.3.
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3.5.4 ANALYSIS OF THE PERTURBATION PARAMETER

The TDVP, defined in eq. (1.5.12), is written using eq. (3.5.7) as

A, (R, 1) = <<p§1 +ip? Z X, (R,1) - o, (3.5.16)
v'=1
Np,
‘—mvugo&i) + 120V, S AL (R, ) - gog?y,> .
v'=1 r
Up to within the linear order in 4% (or more precisely ©?AL, (R, t)), this expression is
AR, 1) = —2h? [dr a3 [N (R 1) - ol ()] V6l ) (3517)
S 1
where we can use eq. (3.5.15) to identify the A-matrix,
AR) =2 {p| Hpo — €Gb(R) [pl) (3.5.18)
We derive the following expression for the TDVP, namely
AR,t) = - AR)N (R, 1), (3-5.19)

Once again we keep the term O(p?) in X', but we show below how it is included in the definition of the
small parameter X\. A(R) is a matrix, thus the double-underlined notation, with (3V,, X 3N,,) elements,
whereas gg) (r) is a vector with (32V,,) components. We have written also the TDVP and the parameter in
matrix notation, with A(R, ¢) and X' (R, t) (3]V,,)-dimensional vectors. The elements of the .A-matrix are

77 0
AlL(R) = (o), o

HBO —epo(R ‘SOR uj> (3.5.20)

with 4, j labeling the Cartesian components and ¢/, v the nuclei. When using eq. (3.5.12), the elements of the

A-matrix can be written in terms of the non-adiabatic coupling vectors and of the BO eigenvalues as

R)dy;0(R)
We0 (R)

Az] o 2hz VzeO
e#£0

(3.5.21)

from which it follows that the A-matrix is symmetric. The 4-matrix is also positive definite” with positive

diagonal elements, i.e.

A:}y( — 2hz M > 0. (3'5‘22)
€40 weO(R)

This property is essential for the interpretation of the A-matrix as a position-dependent mass. The compo-

nents of the TDVP can be expressed in terms of the components of the A-matrix,

AVZ R t —,LL Z Z Auu’ <R7 t) (3523)
v'=1j=z,y,2
“For all non-zero real vectors v, the relation v7 Av > 0 holds.
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This expression is used in the definition of the parameter A\,;(R, t), given in eq. (3.5.6),
-1 47 7-1 ij
)‘;/z(Rv t) = Ml/ /\Vi(R7 t) —H Ml/ Z ‘AI/]V/ (R))\Z/’j (R7 t): (352‘4)
v'j
where
XR.t)

which, we recall, tends towards a quantity independent of y for pr — 0. Writing eq. (3.5.24) in matrix form

Mi(R, 1) = p (3.5.25)

and solving for A(R., t) we obtain
AR, 1) = [M+ 1" AR)| X (R, t) = M(R)X (R, 1), (3.5.26)

where M is a diagonal (3V,, x 31V,,) matrix containing the masses of the nuclei and we have defined a
position-dependent mass matrix M (R.). This equation can be inverted (by self-consistently summing up
an infinite number of terms of order 1*") to obtain

N(R,t) = M (R)AR, 1), (3.5.27)

yielding the TDVP in the form
AR = —AR)M ' (R)AR, ), wih M(R) =M+ u'AR),  (529)

with p* = 1, where only A appears.

Eq. (3.5.23) shows that the TDVP is atleast first order in the perturbation parameter and this is the reason
why it is not considered in the definition of the perturbed electronic Hamiltonian in eq. (3.5.10). Due to the
explicit dependence of A, (R., t) on A, (R, t), which is known via the .A-matrix, we have been able to isolate
the “actual” small parameter, i.e. A(R,, ). In all expressions, however, we find X'(R,, ), the matrix product
of M~ (R) and A(R, t), which is a gauge-invariant quantity. If u* = 1, expressions where the physical
masses appear are recovered. From eq. (3.5.18) it is evident that A(R) is a purely electronic quantity, which
affects the nuclear momentum through the TDVP. Such correction, however, also appears in the nuclear

evolution equation (1.5.7).

3.5.5 NUCLEAR HAMILTONIAN

We show in this section the procedure leading to the appearance of the position-dependent mass M(R) in
the nuclear evolution equation (1.5.7) of the exact factorization. The nuclear time dependent Schrodinger

equation, in matrix form, becomes

S (HiRY)" M (R) (—ihY) + B(R)| x = ihdly, (3529)

where the superscript 7" indicates the transpose vector and

Nn
E(R) = egb(R) + S (F/2M,) (Vo) [V, o)) (35.30)
v=1
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is the diagonal BO correction (DBOC). The kinetic energy term now involves dressed nuclear masses.
To derive this, we consider the action of the kinetic energy operator T,=%, [—ihV, + A, ]?/(2M,)

on the nuclear wave function x (R, t), which can be written in matrix form as
2 1 . T 4 .
Tox = 3 [ —thV + A} M [ —1hV + A}x- (3-531)
Using the expression (3.5.28) of the TDVP, we identify the following terms
2 1
Tox =5 (—ih¥)" M (2~ AM™) (~ih¥) x

S (AM ) MM (M) x

+ ; (éﬁilé)T M7HAM Y x. (3.532)

In the second term on the right-hand-side we have use the definition of A to write —tAVx = Ax and we
have inserted the definition of the identity matrix in the form Z = M _1& . We recall the expression of
the position-dependent mass matrix, M = M + A, leading to the kinetic energy operator in the nuclear
Hamiltonian in eq. (1.5.9)

Tox :; (—ihN)" M~ (—ih¥) x — ; (M‘IA)TA (M‘lé) X (3:5.33)

where only the position-dependent mass appears. In the second term on the right-hand-side, we have used
the property of the .A-matrix of being symmetric, thus éT = A. We can now show that this second term is
exactly canceled out by a second order contribution in the potential energy of the nuclear Hamiltonian. In
fact, in the kinetic energy, the product of two factors containing N = M -1 Aisfundamentally a second order
quantity. Therefore, we analyze the potential energy up to within second order terms in the perturbation.
The nuclear Hamiltonian from the exact factorization, in eq. (1.5.9), contains €(R., t), the TDPES. There-
fore, we shall study its expression in order to identify a kinetic-like contribution to balance the second term
in eq. (3.5.33). We write the expression of (Pg (¢) |7:[ Bo|Pr(%))r up to within second order terms, when the

electronic wave function is expanded as

Dr(r,t) = P (r) + Ntk (r) + N2 (1)l (r). (3.5:34)

We use here a simplified notation, also using the property that the only time-dependence in the electronic

wave function appears via A/, (R, t). Using this form of the electronic wave function, we write
(@r(6)] Huo | Pr(1)), = ho(R) +N(t) (¢R)| Huo k)
+ N (Oepo(R) [(or| ox), + (v ox),] +ON). (3535)

and, by using the partial normalization condition up to within second order,

(R o), + 220 | (k] o), + (e[ o), + ()] ), | = 1. (35:36)

we find

(]| er)), +(or| or), = — (v wr’) (3:537)

)
r
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since the normalization condition is already satisfied at zero-th order. We insert this result in eq. (3.5.35) to

obtain

(Pr()[Hpo |Or (1)), = e (R)
+X2(8) (R | so — €go(R) [pr))_+ O(N?). (3.5.38)

In the second term on the right-hand-side we identify the A-matrix and we thus write

(Pr(t)| Hpo |PR(L)), = )+ ZZ 5 V(R )AL (R)A,; (R, 1) (3.5-39)
= b (R) + ;me, DA(R)Y (R, 1) (3540

where eq. (3.5.40) is a rewriting of eq. (3.5.39) in matrix form. Inserting the expression of A'(R,, ¢) in terms

of A(R, t) given in eq. (3.5.27), we can express the second term of eq. (3.5.40) as

/ T _

MR HARN (R, ) = [MT(RAR, )] AR) [MTRAR, D], Gs.41)
which exactly cancels the second term on the right-hand-side of eq. (3.5.33). The nuclear Hamiltonian is thus
derived as

N 1
Hy = 5 (=ihV)" M7H(R) (=ihV) + E(R). (3.5.42)

The potential energy is time-independent and contains the BO energy, from the first term in eq. (3.5.40),

and an additional contribution, according to

2

Neop
E(R) = egp(R) + Y Wi (VoeR| Vuwg)>r- (3.5.43)
v=1 v

It is worth noting that the first order contribution to the time-dependent potential (R, t) is zero, thus
only ¢ (R), the zeroth order term, appears as potential energy in the nuclear Hamiltonian of eq. (3.5.42).
This statement has been already proven in ref.** using the definition in eq. (1.5.11) and the expression of the
electronic wave function up to within first order terms in the perturbation. The second term on the right-
hand-side is referred to as diagonal BO correction (DBOC) in the applications proposed in this chapter.
Among the second order contributions to the potential energy (it appears at the order 1* in eq. (3.5.2)), only
this term beyond eg()j (R) isincluded in the calculations, due to the fact that at this stage the theory does not
allow us to efficiently compute higher order terms.

The correspondence principle of quantum mechanics enables us to determine the classical nuclear Hamil-

tonian®? as
H,=-P"M(R)P + ER) (3.5.44)

where P = M(R) Ris the nuclear momentum. This Hamiltonian contains both the nuclear and electronic
contribution to the kinetic energy, in the forms ETM R/2and ETé(R) R/2, respectively.
The key result of the section is encoded in Eq. (3.5.29), where M(R) = M + A(R) since we have taken

p* = 1. Even in the presence of (weak) non-adiabatic effects, the dynamical problem can be expressed in
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terms of nuclei moving on a single, static, potential energy surface — the electronic ground state (plus DBOC)
— with masses that are corrected by the presence of the electrons. We have shown how, in a very simple and
intuitive way, the electrons are carried along by the nuclei: A(R), the A-matrix, is a position-dependent
mass that dresses the bare nuclear masses J/. The 4-matrix is a purely electronic quantity and is obtained
by considering the lowest order corrections O(?) to the BO electronic wave function. It appears both
in the definition of the TDVP and in the nuclear Hamiltonian, and can easily be computed by employing

perturbation theory.’*

3.5.6 PROPERTIES OF THE POSITION-DEPENDENT MASS

When Cartesian coordinates are employed, as done here, the .A-matrix has the property of yielding the total

electronic mass of the system when summed up over all nuclei,

Nn ..
Z A7 (R) = mNgdi; VR, (3.5-45)
v,v'=1
supporting its interpretation as a correction term to the nuclear mass. This can be seen by using the property
of the BO electronic wave function of being invariant under a translation of the coordinate reference system,
namely gp( )( " = <p£{ (r) with R’ = ...,Ry, = Ri+nA, ..., Ry, + 1A and analogously for

r’. Notice that A is a three-dimensional vector and that all positions, electronic and nuclear, are translated

of the same amount nA. Translational invariance®»*** means

o _ Qo)
on
Al 8%DR'( ') OR,,; ol a90R'( ) Ot
= + 1
i:xz,y,z ;1 oR,, On kz::l ory,  0n
& O (F) | {4 Ol ()
-y Ayl s fen )
i:xz,y,z uz=:1 OR,; kgl Ol
A Y00 + S vl 6
Y Vier (t) + Y Vipgr/ ()| (3.5.46)
v=1 k=1

which is valid for all values of A. Identifying V, as the position representation of the momentum operator
Pr. corresponding to the k-th electron (divided by —ih), which can be written also as

. AN a mor e

Pr = ? {Ha rk} = ? [%307 rk] ) (3547)

and projecting the two terms in square brackets in eq. (3.5.46) onto go%l Li(T), from eq. (3.5.12),

Nn,
> (Pl

W), = 3" (el

(Hso, 4] \¢§)> , (3.5.48)

we identify the A-matrix on the left-hand-side and, for each Cartesian component j, we write

N7L .. Ne A
> AL R) = —% Zl (k| [Fmo, i) |oR) ). - (3.5-49)
v=1 k=1
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From the term on the right-hand-side we derive the expression of the atomic polar tensor. First of all we

write explicitly the commutator and we use eq. (3.5.15) to obtain

(r {%oM or),
= [ drolu(r) [Flo — B (R)] raseld (x) (3:550)

= —h/dr i gp%{)(r)) TkJQO(RO)( ) (35-51)

then we identify the expectation value of the electronic dipole moment operator over the BO wave function

in the following expression

Ney 1
. (0) (0) . A(el)
amg:l/dr er’ (T)rejpR (r) = eal/z <,U] (R)>BO. (3.5.52)

The derivative with respect to the i-th Cartesian component, relative to the /-th nucleus, of the j-th Carte-
sian component of the electronic dipole moment s the definition of the electronic contribution to the atomic

polar tensor®*® P} (R)). This leads to the relation®**s

Nn
m
v
Z AZL(R) =Y —PL(R) = mNadyj, (35-53)
IAZES v=1 €
when we further sum over the index v. This result states that when the A-matrix is summed up over all
nuclei it yields the total electronic mass of the complete system. In eq. (3.5.42) this means that the mass effect
of the electrons is completely taken into account by the position-dependent mass corrections to the nuclear
masses within the order of the perturbation considered here.

Eq. (3.5.53) is expressed in matrix form as

Np,

> AR = *Z[ R)| =mN.Z®, (3-5-54)

vv'=1

where [A(R)],.» and [P(R)], are (3 x 3) matrices (in Cartesian components) and Z® is the identity ma-
uix. [P(R)], = V., (@ (R))po is the electronic contribution to the atomic polar tensor, defined as
the variation with respect to nuclear positions of the electronic dipole moment (here averaged over the BO
state).*® The second equality in Eq. (3.5.54) is obtained using the known property of the atomic polar tensor
of yielding the total electronic charge of the system when summed over all nuclei.’*?*

It is common to separate the center of mass (CoM) motion before introducing the BO approximation.
Within the molecular frame, choosing coordinates in which the kinetic energy operator is the sum of two
separated, nuclear and electronic terms, the procedure presented here can be straightforwardly applied. Us-
ing the above sum rule, Eq. (3.5.54), it is instead possible to separate of the CoM motion a posteriori and
recover in that case the full mass of the system.

Starting from the Cartesian coordinates, we make the following change of coordinates

R) = Mg (Z MR, +m 3= 1<rk>Bo)

R, = R,—R; withv >2, (3555)
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with Myx = >, M, + mN. From the sum rule eq. (3.5.53), the nuclear Hamiltonian of eq. (3.5.42)

7/\{ IACOM ( ZHV,)I M/— ( Zhvl) E/ ( 5)
" 21 4t01 2 ‘ >

Peou is the momentum (operator) associated to the center of mass (CoM) coordinate in eq. (3.5.55), thus
the first term accounts for the motion of the CoM as a free particle. The mass associated to the CoM is,
correctly, the total mass of the system, i.e. nuclei and electrons, rather than the nuclear mass only, as in the
BO approximation. The following terms are the kinetic and potential energies corresponding to the internal,
rotational and vibrational, degrees of freedom. Section C.2 in the appendix provides a detailed description

of the derivation.

3.5.7 APPLICATIONS

The formalism introduced above is employed to construct a numerical procedure that is (i) fundamentally
adiabatic, namely only a single (static) potential energy surface is explicitly involved, but (ii) able to account
for electronic effects beyond BO via the position-dependent corrections to the bare nuclear masses. The key
quantity in the examples reported below is the nuclear Hamiltonian of eq. (3.5.42): quantum-mechanically,
it is used to compute the spectrum of a model of a proton involved in a one-dimensional hydrogen bond;*”*
interpreted classically in the same model system, it is employed as the generator of the classical evolution of
the oxygen atoms in the presence of a quantum proton. Transforming to internal coordinates and in the
harmonic approximation, position-dependent corrections are included in the calculation of the vibrational

spectra of Hy, HoO, NH3 and H;O ™. Numerical details are given in section C.3 in the appendix.

NON-ADIABATIC PROTON TRANSFER

As a first application, we consider a model of a proton involved in a one-dimensional hydrogen bond O—H
—0O,” in which non-adiabatic effects are known to be important.’®” The light particle is the proton, assumed
to be in its vibrational ground state. The mass ratio with the heavy particles, the two oxygens, is much larger
than the electron-nuclear mass ratio, thus suggesting possible deviations from the BO approximation. We
use an asymmetric potential mimicking a strong hydrogen bond (as shown in fig. 3.12): the proton is bonded
to the oxygen atom O~ at large distances whereas at short distances it is shared by the two oxygen atoms and
is localized around the center of the O—O bond. The proton densities corresponding to the ground state is
shown in Fig. 3.12.

Atlarge distances we expect the effective mass of O~ to be close to 17 a.m.u. as it carries along the proton.
This is clear in Fig. 3.13, where it is shown that the element Ap-o- (R) of the .A-matrix tends to a constant
(equal to 1 a.m.u., the mass of the proton) at R > 3 A, whereas all other components are zero, as expected
from the sum rule of Eq. (3.5.54). We show this schematically in Fig.3.13 where we plot the proton density
along the O—O bond. We also report an estimate of the amount of electronic mass associated to each oxygen,
as the sum over the columns of the A-matrix, e.g. M- (R) = Mo-+[Ao-0-(R)+Ao+o- (R)]. Atshort
distances instead the proton is shared by the oxygens: the elements of the A-matrix are non-zero, but the

O~ diagonal contribution remains dominant. Notice that it is not surprising that the oftf-diagonal elements
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2D potential for asymmetric O-H-O BO ground state
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Figure 3.12: Left: Potential of the hydrogen bond model as a function of the O—O distance (R) and of the proton position (7). Right:

proton density corresponding to the BO ground state.

of the A-matrix are negative, as only two conditions are physically relevant: the diagonal elements must be
non-negative, in a ground-state dynamics, and the sum of the elements must yield the electronic mass, in a

translationally invariant system. As seen in Fig. 3.13, the two protons have then similar masses at very short

distances.
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Figure 3.13: Left: Elements of the .A-matrix as functions of R. Right: Proton density at two values of the O—O distance (2.0 A black and
2.8 A red), where the masses of the oxygens (sum of columns of the matrix & see text) M o+ and M- indicate the A-matrix effect.

Fig. 3.14 shows the classical trajectories of the two oxygen atoms starting from a compressed O—O dis-
tance and zero velocity. Calculations have been performed both in the standard adiabatic approximation
(BO) and with position-dependent corrections to the oxygen masses (BO-+M). The two sets of calculations
are compared with Ehrenfest dynamics, where non-adiabatic effects are included explicitly. The distance of
the oxygens is plotted along with the mean position of the proton at the final steps of the dynamics. The
masses are Mo+ =Mo- = 16a.m.u. and Mg+ = 1 a.m.u. In Fig. 3.14(f) it is shown that the CoM of the sys-

tem is perfectly fixed when position-dependent masses are employed, in contrast to the BO approximation.
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Figure 3.14: Left: Distance of the oxygens and position of the proton during the final steps of the dynamics: BO approximation with
Mo+ = Mg- = 16 a.m.u.(blue), BO approximation adding the proton mass My = 1a.m.u.to the the mass of M- (red), the
BO approximation corrected by the position-dependent dressed mass (orange), Ehrenfest dynamics (black). Right: Position of the center
of mass (CoM).

We have tested an ad boc correction to the mass of the oxygen O~ , i.e. Mo~ = 17 a.m.u. This improves the
conservation of the CoM but does not fix it completely. BO dynamics is faster than the Ehrenfest dynamics
because the heavy atoms have only the bare nuclear mass. Changing M- to 17 a.m.u. improves the result,
but only including the position-dependent dressed mass leads to a systematic convergence to the Ehrenfest re-
sults. We have further compared the error with respect to Ehrenfest dynamics, of BO and BO+M dynamics,
as function of the inverse mass ratio u~* = Mo /My+. This is shown in Fig. 3.15 as the root-mean-square-
deviation (RMSD) with respect to the reference Ehrenfest trajectory. The position-dependent dressed mass
greatly improves the precision of the dynamics even at small values of 11~ (= 4 is the smallest value used),
and leads to an error four orders of magnitude smaller than BO at large mass ratios.

Further, we have computed the four lowest eigenstates of the full quantum Hamiltonian at different
values of ;1. The diagonalization of the full Hamiltonian is compared to three approximations: BO,
BO+DBOC, BO+DBOC+M (where we also include the position-dependent correction). Fig. 3.15 shows the
error on the eigenvalues (the exact lowest eigenvalue is —4127.08527 cm ™! at Mo+ =Mo- = 16 am.u.).
Atsmall = the BO approximation is expected to fail: the mass corrections allow to gain one order of mag-
nitude in the eigenvalues, even if compared to the case where the DBOC is included. Overall, also in the
static situation the mass correction leads to highly accurate results. Ata mass ratio 4~* = 1600 an accuracy

1 1

on the eigenvalues of about 107° em ! is reached whereas it is only 0.5 cm™" using the BO approximation.

CORRECTIONS TO HARMONIC FREQUENCIES

Next, we consider non-adiabatic effects on vibrational frequencies and predict corrections to the harmonic

frequencies of small molecules, i.e. Ha, HoO, NH;3 and H3O™. The corrected frequencies v + Av have
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RMSD, reference: Ehrenfest dynamics (A) Error in the lowest 4 energy levels (cm ™)
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Figure 3.15: Left: RMSD between Ehrenfest results and the BO approximation (black) or the BO approximation corrected by the position-
dependent dressed mass (red). Right: Error between the four lowest eigenvalues of the full Hamiltonian and BO (solid lines with circles),

BO+DBOC (dashed lines with crosses), BO+DBOC+M (dotted lines with squares). Both panels show the results as functions of the inverse

mass ratio ,u74.

been computed by diagonalizing the matrix [M ™ (Ro) K (Ry)] at the equilibrium geometry Ry, where

K is the Hessian computed from the ground state adiabatic potential energy surface. Negative frequency
shifts are expected, as shown in Table 3.2: non-adiabatic effects perturbing the ground-state dynamics tend
to induce excitations of the light particles, and the energy necessary for the transition is “removed” from
the heavy particles. Comparison with the literature,*®” when available, shows that the theory is capable to
predict accurate non-adiabatic corrections, even if working within the harmonic approximation and with
the generalized gradient approximation to density functional theory. The approach can be easily applied to
systems beyond di- and tri-atomic molecules***7 and we provide the first predictions to the non-adiabatic
corrections of vibrational frequencies of NHs and H3O™. It can be seen that the shifts of the N-H stretch
frequencies of NHj are larger than those of the O-H stretch frequencies of H30™, due to the fact that the
N-H bonds are less ionic and as a result the mass carried along by the protons are larger in NHj than in
H30+.

Table 3.2: Harmonic frequencies v (in cmfl) and their non-adiabatic corrections Av. Benchmark values are taken from ref.2*” when

indicated.
molecule H2 H2297 HQO H20297 NH3 H30+
v, AV | 4343.28,-0.89 -0.74 | 1594.93,-0.06 1597.60,-0.07 | 1016.73,-0.06 | 837.27,-0.03

3656.19,-0.74 3661.00,-0.69

3757.77,-0.59  3758.63,-0.77

162.8.30, -0.10
3358.91, -0.82
3471.93, -0.74

1639.25, -0.05
3438.80, -0.36

3922.10, -0.26
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3.6 DIRECT MOMENT EXPANSION ALGORITHM

In section 2.4, we have devised a compact representation of the electronic susceptibiltiy for inter-molecular
interactions, the moment expanded representation. Using the properties of the derived transformation, it is
possible to bypass the spectral decomposition of the response function and to directly calculate its moment
expanded representation. We first outline the idea and then give a generalized closed form of the algorithm..
We start with a perturbing potential with only one symmetry contribution V' = 1, which gives rise to the

electronic response via eq. (??)
l
npti(r) = 3§ 0ERT = (0) =& (020 (.6.1)
m=—I

where eq. (2?) has been used. This response can be obtained via conventional linear response perturbation

theory. Via projection on the corresponding solid harmonic Ry (r')
(R'ln) = 201, (3.6.2)

the state of the corresponding symmetry &' (1) can be extracted as

-1 nl_l(r)
= 6.
£ (r) <R1_1|n1_1> (3.6.3)

In the next higher symmetry, V;” = 1, eq. (2?) takes the form
nyd(r) = &7 0ER + ). (3.6.4)

Since the states and projections of symmetry with lower (I, m) are already known, in this case £, *(r) and

=11'"Y, we can determine the response density that has the desired symmetry only, namely

n0(r) = nih () — €7 () = ()M, (369)

which gives access to the state of the corresponding symmetry using eq. (3.6.3), i.e.
(3.6.6)

Using the properties in eq. (2?), this procedure can be iterated to higher angular momentum channels. In
the following we give a generalized closed form of the algorithm.

This direct moment expansion requires one perturbation calculation per symmetry. The moment ex-
pansion thus not only yields a very compact form of the non-local response function for inter-molecular

interactions, it also provides a straightforward way for its iterative calculation.

DIRECT MOMENT EXPANSION ALGORITHM

We iterative over all desired multipole symmetries (/, m) in increasing order in [ and m, i.e. starting from | =

1, m = —1. Atthegiven symmetry ([, m), we calculate the linear response density n;;fl at the corresponding
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symmetry (V" = 1) via direct perturbation theory calculation or finite difference derivation of the density.

Formally, we write this in terms of the full response function
mR () = [ xle )Ry ()Y (3.67)

From eqs. (??) and (?2?), we know that the response is given by

where we have defined an upper summation index

m if U'=1
mia (1) = 6.
max( ) l, if l/ < l (3 9)
Atl = 1,m = —1, the sum contains just one term. At higher moments, we assume to know the & (r)

. . —_!
of all preceding multipole moments. Therefore, we also know =} ™ and can subtract the response due to

already known states.

I Mypax(l)
() =nih(n) = Y Y G EE™ =g )= (3.6.10)
l/:1 m/:_l/
m/#Emp, (1)

This symmetry decomposition of the response 1" (r) can be projected on the perturbation R} (r)
(R"|ni™) = =™ %, (3.6.11)

which gives access to the desired response states & (r) via

m
en(r) = L0 (3.6.12)
VAR )
The algorithm can be iterated until all desired states & (r) are calculated and requires only one perturbation
calculation per state.

The algorithm has been implemented in the CPMD program package. The resulting states converge
systematically towards the results of the moment expansion after an explicit diagonalization. The two rele-
vant convergence parameters are the number of eigenstates in the diagonalization and the plane wave cutoff
of the representation of the sawtooth position operator in a plane wave basis. Increasing both parameters
leads to a systematic convergence of the results. In a water molecule with 150 Ry plane wave energy cutoft
and 5000 converged eigenfunctions we have relative errors of the moment matrices =™ of 0.004 at [ = 1
and o.0o05atl = 2.

This direct moment expansion also has been implemented in the Dalton program package®® via finite
difference derivatives. This use of an atom centered basis allows to represent the states in an atom centered

basis, which can be useful for applications with changing molecular geometry.
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3.7  DISCUSSION

In section 3.2, we have reported the first fully ab-initio calculation of dynamical vibrational circular dichro-
ism (VCD) spectra using nuclear velocity perturbation theory (NVPT) derived electronic currents. The em-
ployed combination of the time correlation function (TCF) formalism with ab-initio molecular dynamics
(AIMD) and perturbation theory derived electronic currents provides a rigorous protocol for the calculation
of VCD spectra in the liquid phase. It is naturally capable of describing weak inter-molecular interactions,
chirality transfer and conformational changes in solution at ambient conditions, thereby more closely mod-
eling what experimentalist actually measure. Our results show an excellent agreement with the theoretical
and experimental references and are able to naturally describe weak interactions like chirality transfer from
a chiral molecule to an achiral solvent.

A considerable effort has been devoted to the solution and analysis of the choice of gauge in the liquid
phase. The electronic expectation values are evaluated in a distributed origin gauge, employing maximally lo-
calized Wannier orbitals. A gauge invariant spectrum is obtained in terms of a scaled molecular gauge, which
allows to systematically include solvent effects while keeping a significant signal-to-noise ratio. Our analysis
and discussion of this choice of gauge in the liquid phase shows that the application of TCF VCD spec-
tra requires a higher computational effort than the infrared absorbance counterpart. However, the scaled
molecular moments provide a systematic tool to extract statistically significant spectra also from finite time
and finite size AIMDs.

One direct follow-up question is the extension of the presented methodology to the ordered condensed
phase. This has been addressed in section 3.3, where the modern theory of magnetization has been formu-
lated in the NVPT framework. This theoretical development justifies the procedure of section 3.2 for the
liquid phase. Its implementation and benchmarking for the ordered condensed phase are still ongoing.

A turther aspect that has to be considered in the calculation of the NVPT of real molecular systems is
the basis set dependence on the nuclear velocity. In case of our plane wave implementation, this is trans-
lated to the Galilean invariance of Hamiltonians with non-local potentials. In section 3.4, we have devised a
correction that cures this problem and verified that its linearization resolves this issue for our applications.
Further analysis and benchmarking are still ongoing.

In section 3.5, we have developed a rigorous theory to include the effect of electronic motion on nuclear
dynamics in molecules within the adiabatic framework. Nuclear masses are dressed by position-dependent
corrections that are purely electronic quantities and a consequence of the fact that electrons do not follow
rigidly the motion of the nuclei. Various applications are discussed, yielding in all cases striking agreements
with the benchmarks, either exact or highly accurate quantum-mechanical calculations.

Conceptually, we have resolved a well-known** fundamental inconsistency of the Born-Oppenheimer
(BO) approximation. In a translationally invariant problem, the center of mass moves as a free particle with
mass that equals the total mass of the systems, i.e. nuclei and electrons, not only the nuclear mass. This
feature is naturally built in the theory and corrects for a deficiency of the BO approximation, providing
exactly the missing mass of the electrons. From a more practical point of view, our approach is very general
and can be applied whenever a “factorization” of the underlying physical problem is possible, e.g. in the case

of proton and oxygen atoms or in the case of electrons and nuclei.
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Further applications are indeed envisaged, since the perturbative incorporation of non-adiabatic effects
greatly reduces the complexity of the fully coupled problem. For instance, the approximations can be applied
to nuclear wave packet methods for the calculation of highly accurate vibrational spectra beyond the BO
approximation.

Finally, we have taken a further step in the calculation of the moment expanded representation of the
electronic susceptibility in section 3.6. Bypassing the expensive iterative diagonalization, we have devised a
simple way of a direct calculation of the moment expanded representation. In view of the explicit molec-
ular geometry dependence, presented in section 2.5, this greatly simplifies the calculation and improves the

efficiency of the methodology.
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CONCLUSION

The context of this work is the research and development of theoretical methods for the modeling of com-
plex molecular systems and their spectroscopic responses, focusing on the condensed phase at ambient condi-
tions. Foremost, we have worked on an improved interpretation and theoretical evaluation of experimental
vibrational circular dichroism (VCD) spectra. Moreover, we have aimed for an efficient, density-based mod-
eling scheme for inter-molecular interactions in the condensed phase. Both aspects will be summarized and

concluded in the following.

ELECTRONIC PROBABILITY CURRENTS FOR VIBRATIONAL CIRCULAR DICHROISM

The calculation of VCD spectra of complex chemical systems in the condensed phase is a challenging task
for which at present no satisfying first-principles theory has been reported. In this work, we have addressed
this shortcoming by devising new theoretical and computational concepts for VCD spectra in the time
correlation function (TCF) formalism.#>#* This dynamical approach had been successtully applied to in-
frared absorption (IRA) of bulk solutions and solvated molecules, based on ab-initio molecular dynamics
(AIMD)*# or even more sophisticated methods.** However, even about 20 years after the milestone work
of Silvestrelli,* a fully AIMD-based TCF VCD spectrum had never been reported. First attempts using
partial charges or density-based reconstructed currents show the interest in this direction. 9~

This discrepancy between the IRA and VCD stems from the fact that for the calculation of VCD spectra,
non-adiabatic electronic wave functions are required.**% The magnetic field perturbation theory?* and the
nuclear velocity perturbation theory® (NVPT) have provided perturbative formulations for the required
electronic currents. The missing link to adopt the dynamic TCF approach for VCD is an efficient scheme
to compute the electronic currents along a molecular dynamics. This has been accomplished in this work,
in which we have developed the necessary theoretical and computational means for this task by deriving,
implementing and benchmarking the NVPT in condensed phase systems.

At the beginning of this work stood the conceptual choice of how to approach this theoretical challenge.
In view of the desired combination of AIMD in the condensed phase and linear response perturbation cal-
culations, we have opted for a plane wave electronic structure program, the CPMD program package.” The
use of plane waves has several advantages. It is particularly well suited for AIMD simulations in the con-
densed phase and at the same time facilitates the linear response calculation via the Sternheimer method,
requiring ground state electronic structure information only and providing a large enough freedom for dif-
fuse electronic responses. Based on this premise, we have decided to use the NVPT instead of the magnetic
field perturbation theory due to its suitability for plane wave AIMD implementations. As discussed in sec-
tion 1.4.4, this advantage is threefold. First, it results from the fact that the perturbation Hamiltonian is well
defined also under periodic boundary conditions since no absolute position operator is involved. Second,
the perturbation Hamiltonian can be projected along the dynamics, which greatly improves the computa-
tional efficiency for sampling along an AIMD. And third, the plane wave basis is independent of the nuclear
positions, which reduces the computational complexity of the calculations since no additional Pulay-terms
have to be considered.

The latter advantage is somewhat reduced if non-local potentials are employed, which typically is the case

123



in plane wave codes. The presence of atom centered projectors of the non-local pseudopotentials destroys
the Galilean invariance of the solution to the Schrédinger equation. This is one of the prerequisites that we
had to establish for a successful implementation. We have shown in section 3.4 that the Galilean invariance
of the problem in presence of non-local potentials can be recovered by a suitable transformation of the non-
local potentials. This correction is closely related to the widely used corrections for non-local potentials in
presence of electro-magnetic vector potentials.”*** Furthermore, we could show that for all relevant nuclear
velocities, a linearized correction is sufficient to obtain Galilean gauge invariant results, and that the final
current dipole and magnetic dipole operator expectation values are independent of this correction.

Having chosen the theoretical and the implementational framework, we have turned our attention to
the foundations of the perturbative correction. The nuclear velocity perturbation theory (NVPT) has been
proposed originally by Nafie.® His complete adiabatic correction yields the required non-adiabatic content
for the calculation of electronic currents. However, while giving evidence for a deep physical intuition, the
reported derivations of the NVPT still required a rigorous revision. One of the main results of this work
is this rigorous derivation of the NVPT, which allows to study its physical properties and the limits of its
applicability. To that extent, we have started from the exact factorization of the electron-nuclear wave func-
tion and derived the NVPT as a perturbative correction to the Born-Oppenheimer® approximation. The
analysis in sections 2.2 and 3.5 have established that the NVPT actually is the lowest order correction to the
Born-Oppenheimer approximation in the time-dependent case.* Aslong as the non-adiabatic couplings are
small, i.e. the system is far away from avoided crossings, the electronic response due to the nuclear momenta
can be accurately described by the NVPT.

This rigorous derivation has also provided further insights. We have shown that the perturbation pa-
rameter, which corresponds to the nuclear velocity in the semi-classical limit for the nuclei, can also be inter-
preted in a quantum mechanical way. The correction to the wave function can also be obtained from the
non-adiabatic coupling vectors, which are accessible at various levels of theory in modern quantum chem-
istry codes.™*%3" This sheds a new light on the NVPT as a more general yet efficient framework to ob-
tain electronic probability density currents of complex chemical systems. Possible applications are e.g. the
visualization of electronic currents during chemical reactions or the determination of electronic reordering
processes. Again, the use of non-local pseudopotentials introduces artifacts in the form of additional sources
and sinks of the electronic probability density currents. However, these are in principle only technical and
no conceptual complications, which motivates further work in this direction.

Moreover, the derivation of the NVPT has revealed the existence of an additional term in the electronic
expectation values of the current and magnetic dipole moment operators. This additional contribution is
due to the vector potential occurring in the exact factorization formulation, which mediates the electron-
nuclear coupling as a kinetic effect. We have been able to show that this correction to the NVPT VCD
spectrum is very small for the systems that we have analyzed. However, we expect the correction to be rel-
evant in case of amplified or enhanced VCD.***7*%¢ Furthermore, we have been able to derive an expression
for the calculation of the vector potential that is independent of the perturbation parameter, the vector po-
tential matrix, short A-matrix. This A-matrix has been identified to account for the inertia of the electrons
if the nuclei are moving and its sum rule is shown to yield the total electronic mass of the system. As a posi-

tion dependent mass-renormalization, it cures the inconsistency of the Born-Oppenheimer approximation
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in which only the bare nuclear masses are moving. With help of these results of section 3.5, we now can
give an intuitive answer to the fundamental question as to which masses vibrate in a molecule. First appli-
cations to proton transfer and non-adiabatic vibrational frequency shifts of polyatomic molecules illustrate
its far-reaching implications.

Based on this rigorous derivation, we have implemented the NVPT in the plane wave electronic struc-
ture program package CPMD. This is the first reported successful implementation of the NVPT and it is
publicly accessible for scientific use. The implementation in the plane wave code uses density functional per-
turbation theory for the calculation of the electronic structure perturbation, as discussed in section 2.3. The
use of plane waves facilitates the linear response calculation via the Sternheimer method and at the same time
is particularly well suited for AIMD simulations in the condensed phase. However, at its present stage, it
comes at the price of the use of non-local pseudopotentials and the limitation to the generalized gradient ap-
proximation as the electronic structure level of theory. We wish to point out that both limitations are merely
technical compromises in order to achieve sufficiently long AIMD but pose no fundamental limitations to
the developed theoretical framework, which is of a more general nature.

Two technical aspects of the plane wave implementation are worth mentioning. First, the magnetic
dipole moment operator depends on the absolute position of the origin and is hence ill-defined under peri-
odic boundary conditions. We have addressed this problem by adopting a previously realized combination
of maximally localized Wannier orbitals in a state-wise distributed origin.** This approach is applicable to
insulating systems and can be efficiently realized in the disordered condensed phase, which commonly are
treated in the I'-point approximation. Second, the evaluation of the velocity operator in the current and
magnetic dipole operators is complicated in presence of non-local pseudopotentials. The velocity operator
is defined as the commutator of the position operator with the Hamiltonian. For Hamiltonians with local
potentials, this commutator is proportional to the momentum operator. However, the non-local potentials
do not commute with the position operator and yield an additional contribution to the momentum. Its
evaluation requires the explicit calculation of the commutator of the position operator with the non-local
potential.*°

After the successful realization, we have validated the results of our NVPT implementation. A first
validation is given by the consistency of the sum rule relations between electronic dipole, electronic current
dipole and magnetic dipole moments. In a second step, we have compared our results with the established
magnetic field perturbation theory. The latter is implemented only in programs employing atom centered
basis sets, which complicates the comparison. However, the benchmark for molecules in the gas phase, both
in the double harmonic approximation, showed that both theories are in excellent agreement. This was
an important intermediate result, since we were able to reproduce the state of the art of VCD spectra of
isolated molecules in the double harmonic approximation and could now turn our attention to the envisaged
generalizations of the theory.

For our intended application of dynamical VCD spectra in the condensed phase, we had to go beyond
the static picture. We have implemented a projected version of the NVPT, which projects the perturbation
Hamiltonian vector onto the nuclear velocity already before the perturbation calculation. This allows a
very efficient evaluation of the electronic probability density along a molecular dynamics simulation in the

condensed phase. From these, the cross-correlation between the current dipole and the magnetic dipole
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moment evolution can be obtained. For dynamic VCD spectra in the TCF formalism, we have sampled
several picoseconds of AIMD, both in the gas and in the condensed phase. Prior to this work, the evaluation
of electronic current observables along molecular dynamics simulation in the condensed phase would not
have been feasible at this time-scale. For the gas phase AIMD, we were able to extract effective normal modes
as an intermediate step between fully dynamical TCF spectra and the double harmonic approximation: we
found the resulting spectra to be in excellent agreement.

Atthis stage, having access to current related observables in the condensed phase, we faced the conceptual
problem of the choice of gauge for the magnetic dipole moments. Given the magnetic dipole moments in
a distributed Wannier origin gauge, we had to chose a consistent gauge of the magnetic dipoles in order to
obtain gauge invariant observables. We have provided an extensive analysis of the gauge problem of VCD in
the disordered condensed phase. For the ordered condensed phase, an adaptation of the modern theory of
magnetization has been devised, as presented in section 3.3. This derivation suggests that, in the liquid phase,
the additional contributions due to itinerary currents should be negligible. For calculations of VCD spectra
in the liquid phase, we have adopted an isotropic spatial decomposition scheme for analysis purpose. The
results indicate that the TCF VCD spectra of chiral molecules in a polar solvent, in our case water, are very
sensitive to insufficient sampling. The chirality fluctuations of the water, which only on average is achiral,
introduce a noisy background of the actual VCD signal. This background originates from long-range inter-
molecular correlations and is amplified by an additional scaling with the distance due to the gauge-transport.
The rigorous solution of this problem is simply more sampling, which motivates further developments in
this direction to decrease the computational costs, enabling longer simulation times. At present, we adopt
the concept of scaled molecular moments and assume that the correlation functions of distant molecules
decays sufficiently fast. Using this methodology, we have been able to calculate the first rigorously ab-initio
VCD spectra in the condensed phase, including spectral features originating from chirality transfer.

The theory of VCD developed in this work is very general in the sense that the established approaches to
VCD calculations can be obtained as the corresponding limits of this theory. It therefore provides enough
methodological flexibility to adapt the level of theory to the corresponding system of interest, be it the use
of classical molecular dynamics, the parametrization of molecular property surfaces or the effective normal
mode analysis. Moreover, it establishes a natural starting point for further lines of research. These perspec-
tives benefit from the favorable scaling of the implementation that allows for efficient probability current
calculations along molecular dynamics of condensed phase systems at unprecedented time- and length scales.

One direction is the dynamical aspect of the theory of VCD. In analogy to the development of theoreti-
cal IRA spectroscopy,*® one interesting question could be the study of nuclear quantum effects on the VCD
spectrum. In the opposite direction, a coarser description of the environment in a hybrid QM/MM ap-
proach could give access to dynamical effects on the VCD spectra of larger molecular assemblies like e.g. bio-
molecules in solution. We have already taken first steps to explore the application of our methodology to
dynamical VCD spectra of flexible molecules in solution. Further work in this direction will have to prove
the reliability and robustness of the approach.

A second perspective for further developments is the possibility to access condensed phase VCD spectra
of large scale systems. In this work, we have focused on isotropic systems in the disordered condensed phase,

where the gauge problem could be addressed by making use of the disorder of the system. However, the

126



application of the theory and implementation to molecules in the ordered condensed phase requires further
reasoning. In ordered systems with extended molecules, the long range correlations and possible itinerary
currents have to be taken into account. Our proposed adaptation of the modern theory of magnetization
for the framework of the NVPT provides the necessary starting point for this undertaking. Potential appli-
cations are e.g. parts of crystal structures of proteins or a strand of deoxyribonucleic acid (DNA).

In view of the linear response aspect of the developed theory, a further development could be the already
mentioned analysis of the enhanced or amplified VCD of metal complexes. In these systems, the small en-
ergy gap between occupied and unoccupied states gives rise to enhanced responses. The discovered kinetic
contribution to the NVPT VCD intensities might be important here. Moreover, the developed theory and
implementation of NVPT VCD could be extended to vibrational Raman optical activity.” The required ad-
ditional quantity is the cross-polarizability, which can be obtained via the Sternheimer formalism in a similar
manner to the NVPT theory. Also here, the implementational framework should give access to length- and
time scales sufficient for AIMD-based dynamical spectra.

The interpretation of the vector potential matrix as a position dependent mass renormalization provides
the basis for further applications of this theory. Since the vector potential matrix can be also obtained from
non-adiabatic coupling vectors, this application is not limited to the Sternheimer formalism implementa-
tion. Beyond the first applications to non-adiabatic effects in hydrogen bonding and vibrational spectra of
poly-atomic molecules, this theory could e.g. be used in explicit nuclear wave-packet dynamics.

Finally, the NVPT in principle gives access to the electronic probability current density. Despite the
mentioned technical obstacles still to overcome, the NVPT provides a very efficient way for its calculation.
Contrary to explicit electron dynamics, the NVPT can be used at isolated single points in time and nev-
ertheless takes into account the dynamics of the electrons in a self-consistent manner. After a benchmark
and comparison of the electronic probability current density from the NVPT and various other levels of
theories, applications could be the visualization of electronic currents during chemical reactions or the de-
termination of electronic reordering processes. Furthermore, the NVPT current density could be analyzed

for its eddy-current contribution and compared with density derived currents.

THE ELECTRONIC SUSCEPTIBILITY FOR INTER-MOLECULAR INTERACTIONS

A different application of the linear response methodology has been the focus of the second line of research
of this work. We have aimed for an efficient, density-based modeling scheme for inter-molecular interactions,
employing response densities via an explicit representation of the electronic susceptibility response function.

The underlying conceptual idea is based on the observation that the electronic susceptibility yields the
interacting electronic density response for perturbing potentials independent of the perturbation. This has
to be compared to orbital-based response calculations, which require self-consistent solutions of the response
equations for each novel perturbation potential. Since the perturbation Hamiltonian depends itself on the
response of the electronic density, this self-consistent solution is comparatively much more costly. Once
determined, the electronic susceptibility can instead be applied straightforwardly to changing perturbation
potentials.

Our intended application of this method is the density-based modeling of inter-molecular interactions

in a fragmentation approach. The overall system is fragmented into its molecular constituents and their in-
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teractions are treated perturbatively. This methodology is known to yield reasonable interaction potentials
in the linear response regime™ if orbital-based perturbation theory is employed. For a purely density-based
evaluation, the expected accuracy is lower, however, a rigorous treatment of polarization effects might con-
tribute to the development of transferable polarizable models with accuracies similar to polarizable force-
fields. Instead of being parameterized for a particular application, the response density-based models should
show a more robust transferability.

At the beginning of this research stood the idea to use the explicit spatial dependence of the electronic
susceptibility in order to model short range inter-molecular interactions. This explicit spatial dependence
has been obtained by means of an iterative spectral decomposition of the interacting static electronic suscep-
tibility via a Lanczos diagonalization. In the spectral decomposition, the response function is represented
as an outer product of the eigenfunctions, weighted with the eigenvalues. The application of the response
function amounts to taking the inner products of the eigenfunctions with the perturbing potential, which
has a much lower computational complexity compared with the original response calculation itself. First
benchmarks of this spectral decomposition suggested that the electronic response density of small molecules
can be accurately obtained employing a basis of few thousand eigenfunctions.

A few thousand eigenfunctions still pose considerable requirements for storage, computation and rep-
resentation of their further properties. The Lanczos diagonalization yields the eigenfunctions in the plane
wave representation, i.e. on a grid in real space. Since the molecular geometry changes during a molecular
dynamics, also the eigenfunctions change. Therefore, for practical applications, the eigenfunction should
be parameterized in terms of the nuclear positions, e.g. via an expansion in an atom centered basis set. This
change of representation for several thousand eigenfunctions turned out to be a very demanding and inefh-
cient task. This observation suggested further reasoning for an efficient representation and storage. In view
of these considerations, we had to improve on the spectral decomposition representation to come up with a
more practicable scheme.

The full spectral decomposition representation of the spatial dependence of the full response function
has the advantage that both, inter- as well as intra-molecular perturbation potentials can be treated on the
same footing. However, for the purpose of a fragmentation-based molecular dynamics simulations, we are
mainly interested in the responses to inter-molecular perturbation potentials. Therefore, it is desirable to be
able to partition the response function into a small part that describes inter-molecular interactions accurately
and a large remainder, which accounts for the response to more complicated perturbation potentials. A
priori, it is not clear whether such a partition exists at all, whether it is well-defined and what properties it
has.

One central result of this work is the derivation of such a partition of the response function, termed
“moment expansion” by us. As presented in section 2.4, it allows a very condensed representation of the rel-
evant part of the response function for inter-molecular interactions. Starting from the observation that the
relevance of a particular eigenfunction is not only determined by its eigenvalue but also by its overlap with
the perturbation potential, the moment expansion yields transformed functions, the moment expanded
states, which couple to the lowest orders of the series expansion of the perturbing potential. The resulting
moment expanded states are well defined by their symmetry properties and can be labeled according to the

symmetry of their multipole moments, which motivated the name. In terms of efficiency, the moment ex-
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pansion reduces the number of required functions by about two to three orders of magnitude as compared
to the spectral decomposition representation. This explicit representation greatly simplifies the calculation
and improves the efficiency of the methodology.

After having devised the algorithm for the transformation, we analyzed and benchmarked its analytical
and numerical properties. Important observations are the well-definition of transformation and representa-
tion, which is a priori non-trivial due to the origin dependence of the multipole moments and the truncation
of the in principle infinite dimensional spectral decomposition representation. Furthermore, it is worth-
while to emphasize that the moment expanded representation yields an exact partition of the full response
function, i.e. the coupling to the external potentials is partitioned exactly and the low dimensional part for
inter-molecular interactions yields exact results.

This exact partition allowed a further step in the calculation of the moment expanded representation.
As discussed in section 3.6, the expensive iterative diagonalization can be bypassed by making use of this
exact partitioning. We have devised a simple iterative way of a direct calculation of the moment expanded
representation with increasing orders of multipole symmetries. This direct moment expansion has been
implemented in CPMD program package and greatly simplified the subsequent developments.

A particular appealing property of the moment expanded states are their symmetry properties, which
directly connect their shape to well-defined physical observables. This connection provides elegant analytical
rotation properties and, as important, assures that the moment expanded states are continuous functions of
their parametric dependences as the molecular geometry or external electrostatic potentials.

This last observation motivates the use of a Taylor expansion of the response function in terms of the de-
sired parametric dependences. For molecular dynamics, we are interested in the explicit molecular geometry
dependence, which has been expressed in terms of Taylor expansions as presented in section 2.5. Corrections
of the response function due to external field and external field gradients, as encountered in the near-field
regime of inter-molecular interactions, are currently being examined.

In a next step, the moment expanded states had to be represented in an atom centered basis. For this
change of representation, we had to solve a coupled non-linear optimization problem of the basis set expo-
nents and basis set function prefactors. This change of representation is currently still ongoing and has not
been included in this thesis.

The presented developments in this project have provided two important steps towards the use of the
electronic susceptibility for inter-molecular interactions. Further work will have to integrate the response
density calculations in a fragmented, density-based molecular dynamics framework. At this stageitis difficult
to predict the accuracy of the resulting methodology. As already pointed out, it is clear that density-based
methods cannot compete with orbital-based schemes. However, due to its first-principles character, the
devised methodology might yield a transferable treatment of polarization effects. Moreover, it might provide
a transferable post-processing scheme for classical molecular dynamics that allows to determine the molecular
multipole moments on a polarizable force-field level of theory. Finally, the devised results might find use in
different applications of the electronic susceptibility. One possible application is the use of the moment

expanded states as a basis set for molecular random phase approximation or van der Waals calculations.
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APPENDIX A

ELECTRONIC STRUCTURE METHODS

A.1 DERIVATION OF THE EXACT FACTORIZATION

We want to minimize the action functional

t A
Aly, Pr] = /t "(WIH — ihd,| )t (A1)

i

until the variation with respect to x* (R, ) is stationary

Oy m.pA X, Pr] =0 (A.12)
Explicitly written out, this reads
<q)R(t)|Tn + 7:[30 + Vn,ea:t(Ry t) + %,e$t<r7 t) - Zhath)R(t»X(Ra t) =0. (AI;)

We note (P|P) = 1, define X = (®|V|P) and use the following identities

(B|V?P) = V- (®|VP) — (V|- |[VP) =V - X — (V|- |V) (A.1g4)
(V+X)%xy =V +2X - Vy + V- X + X%y (A.Ls)

to rewrite
(@|V2(x|®)) = (V + X)*x — X?x — x(VO| - [VD). (A.r6)

We use this for the action of the nuclear kinetic energy and introduce the vector potential A, (R,t) =

(Pr(1)| — ihV,|Pr(1))

SOLALNOINCIIED 3

! [~ 09, + AR O \(R.0)

For the BO Hamiltonian and the time derivative, we obtain

(Pr(t)|Hpo|Pr(E)X(R,1) = epo(R, )X (R, 1) (A18)
(Pr(t)| — ih0| PR (1)) x (R, 1) = x(R,t)(P(R, t)| — ihd,|Pr(t)) — ihIx (R, 1) (Ar9)

Finally we collect the terms in the nuclear Hamiltonian H,, and the TDPES ¢(R,, )

o N[V, AR

Ho=> 5] + Vet (R, 1) + €(R, 1) (A.r.10)
Np,
€R.1) = epo(R.t) = 3 7o (AL (R, ) + B (V,r(t)] - |V, PR (1))
+ (PR()| Ve eat (r, 1) — ihDy| PR (1)) (A1)
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so that eq. (A.1.3) can be rewritten in the desired form as
o (R, t) = Hax (R, 1).
The variation with respect to ®§ (r, t)
a3, (r,1)A [X, PR] =0
reads explicitly
Sag ey A D0 Pr] = X (R, 1) (H — ih0,) Pr(r,t)X(R, 1) = 0.
The time derivative yields

X*<R7 t)<_ihat)(I)R(rv t)X(R’ t) = |X(R7 t)|2(—ih8t)CDR(I', t)
- (I)R(I', t)X*<R7 t)f}:[nX(Rv Zf),

which gives

1 .
ho, Pg(r,t) — Ogr(r,t R.1).
ihO,PR(r.t) = —ps [AR(r,t) = r(r 7| x(R.1
In detail we use
d
—V2<I>X V20 + (V) (V®) + —V?x
X X X
P 2 P 2 P 2
;(VJFX)X:;V X+<I>V~X+;2X-VX+<I>X

to write

Vx)
X

= |

(V20 — &(V + X)?| x = (V = X)?® +2 <(
This gives rise to the electron-nuclear coupling operator

2 [V, - A R.D)]

Ucowr (g, x] =

= 2M,
1 (—ihV,x(R,1) iR
i (erA,,(R,t)) (—ihV, — A, (R, 1)).

Finally the electronic equation is obtained as
ihOyPr(r,t) = [7—26 —¢(R, t)] Qg (r,t)
with the electronic Hamiltonian

H HBO + Vve ext( ) + Ucoup[q)Rv X]
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(A.L12)

(A.r13)

(A.r14)

(A.L1s)

(A.1.16)

(A.L17)

(A.1.18)

(A.119)

(A.1.20)

(A.1.21)

(A.122)



A2 RELATING MICROSCOPIC AND MACROSCOPIC PERSPECTIVES

We relate the microscopic and macroscopic perspectives on VCD via energy dissipation. The complex ad-

mittances involved then are expressed in terms of classical TCFs.

A.2.1 ENERGY DISSIPATION

Macroscopically, Poynting’s theorem relates the average energy dissipation per unit volume (loss L) to the

negative divergence of the time averaged Poynting vector®*
Li(w)=—V-Si(w) = —Siv Re [Es x H3 . (A1)
T

Using n* = €fi, the result of §80 in ref.** can be generalized to optically active media

L An”(w)] . (A2.2)

La(w) = g | @Bl 4 @) B || 5700 S

In the microscopic perspective we use linear response theory,””** which provides an elegant connection of
the macroscopic dissipation in terms of microscopic TCFs.#"#* The energy dissipation of linear irreversible
processes is expressed in terms of complex admittances Y;;. In the following we assume time stationarity and
vanishing equilibrium dipole moments. For a set of generalized displacements A; coupling to a generalized
periodic force X; = x; cos(wt+d;), the system’s response to a displacement B; is given by the linear relation

Bi(t) =Y [X;j(w):tjcos(wt + 05) + X (w)z;sin(wt + (5]-)} . (A2.3)

J

The power loss is determined by the complex admittances Xi;(w) = xj;(w) + ix{;(w) of the involved

displacements via®*

L(w) = d > [X;j (w)sin(0; — d;) + X3 (w)cos(d; — @)} TiT; (A2.4)

2 &
In our case, we use the interaction Hamiltonian in eq. (1.4.13). We directly omit the electric quadrupole term
since it does not contribute in the isotropic average.*® A further question arises, as to which fields to use
as the generalized periodic forces. Following references,”*# we use the experimentally controlled external
fields that would also be present in absence of the medium. These are denoted as ¢.and H. = B, where
we have €, = +i$),. Assuming total transmission at the interface of the medium, e.g. at the Brewster

angle, we obtain the internal fields as €, = E; and H, = %ﬁi.73 The relevant terms of the coupling

Hamiltonian hence are given as
AL () = —fu- €L(t) — 1 H(t). (Az.s)
Explicitly we have
E.(t) = €| {elcos(wt) + €ycos(wt — E)] (A2.6)
NG 2
94| x
H(t) = [ZFelcos(wt —5)+ egcos(wt)} (A2.7)
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where we note | €| = |[$|. The Hamiltonian in eq. (A.2.5) is

€, |
V2

Using eq. (A.2.4) We obtain the power losses due to the first component

HY (1) = — [(,&1 + 1hg)cos(wt) + (fig — 11 )cos(wt — g)} : (A.2.8)

W~ " W, ~ "
LHLMl (w) - Zlqs |2 (w) and Lm17m1 (w) = Z|e ‘2 (w> (A'2'9)

X#l#l Xmlml

and the second component is analogue. The terms L,,, ,,, and L, m, vanish in the isotropic average. We

define the isotropically averaged

1 1
Lgp(w) = ngu(W) and  Lgm(w) = ng.m(w) (A.2.10)
to obtain the final expressions of the isotropic losses
W~
Lpp(w) = g\€¢|2xiisu( w) and  Lym(w) = *\@ X (@), (Az.)

where we have decomposed the susceptibility into its symmetric and anti-symmetric part

X(w) =X (w) + X" (w). (A2.12)
For the cross-terms we get
W, ~ W, ~
Lnain(@) = 2PN () 400 Liol) = £ €L V@), (A
which yields in the isotropic average
Lip(w) = *|€ X (w). (A2.14)

Again, the cross-terms L, 1, and L,,, ,,,, vanish in the isotropic average. The resulting power loss depends

via the cross-terms on the handedness of the radiation
W~ s s a
Li(w) = g!@ﬂ [Xiiu( ) + Xmm (W) £ 2Xin.u(w)] : (A2s)

Equating eqs. (A.2.2) and (A.2.15) and expressing the internal fields in terms of the external fields (Hy =
%ﬁi) yields

|€(w)] LAR (w)] 4w, s a
)+ N"(“Mg(w)d [1:& 3 } = S [+ (@) £ 200, @)], (A2a6)
where we identify the terms responsible for the mean absorbance
A Am |[p(w)| s
) = ) and ) = S ) (A7)

and the difference absorbance

= X (w) (A.2.18)

We are interested in the limit /i = 1 and obtain

" 27T /s "
n'(w) = 3n’(w)X“'“(w) and An'(w) =

X (w). (A.2.19)
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A.2.2 CLASSICAL TIME CORRELATION FUNCTIONS

The complex admittances are related to the quantum response function® ® 4 ;4 (%)

1 oo )
Xpilw) = V/o dt@ﬁﬁ(t)elm (A.2.20)

where the volume V' enters since the response function connects an extensive and an intensive quantity
(e.g. the total dipole moment with the polarization). We approximate the quantum by the classical version

of the Kubo transformed response function
Opi(w) = Ppa(w) = BA0)B(t)) "= —B(A(0)B(t)). (A.2.21)

If the response function is even or odd under TR, we find

1 oo . 1 oo .
Xpalw) = 5 [ O (D and Xpaw) = 5 [ dO (e, (A2:22)

Since (v - p(t)) is odd under TR, we obtain

" 1 o W ﬁ o . . —iw
Xy (W) = 271/1'/_00 dt®y,.,(t)e™" = 2‘/7/_00 dt(fo - p(t))e™™" (A2.23)

where we have used stationarity and TR symmetry of the TCF in the last step. In turn, since (£t - m(t)) is

even under TR, we get

1 o0 X o0 .
Vo) = 57 [ 106 = 55 [ it () (Az2q)

Combining eqs. (A.2.23) and (A.2.24) with (A.2.19) yields the desired expression of eqs. (1.4.28) and (1.4.29)
for the TCF IRA and VCD spectra.

In an ergodic regime the correlation functions can be evaluated using the Wiener-Khinchin theorem. >33

/O:o di(pe - pu(t))e” qlgfolo 2T</ dte™" / dt'e™ ™" > (A.2.25)
/Zdtm-mw»w = fim g ([ et [t m@) - (hag

Since in practice we only have access to a finite simulation time 7', we have to include a low-pass filter.*® The

available period is represented by the rectangle function M via

Ar(t) =1(t/T)A(t). (A2.27)

This yields for the TCF on the interval | — 7', 7|

(AB(t)) = ArBr(t)) = T7<ATBT(t)>- (A2.28)

1
TAGT) -y

160



A3 HARMONIC APPROXIMATIONS

The standard procedure to calculate VCD spectra is to invoke the double harmonicapproximation of nuclear
vibrations in terms of normal modes (NM) and the electronic contributions to the electric and magnetic
dipole moments in terms of the atomic polar (APT) and atomic axial (AAT) tensors.” We recover the same

result in a stepwise approximation procedure.

A1 HARMONIC MOTION: EFFECTIVE AND NORMAL MODES

For the interpretation of TCEF spectra it is instructive to successively approximate the full spectrum via har-
monic approximations. We employ the concept of effective modes (EM), which was originally developed
for the IRA case.*>*’* The EM analysis allows an attribution of TCF band intensities to their underlying
molecular motion and hence provides a useful tool for the analysis and interpretation of theoretical spectra.
Since only the nuclear velocities are required for their determination, no additional computational effort is
required. The mathematical procedure to extract EMs from a molecular dynamics simulation is sketched in
the following.

The EMs are defined from the Fourier transform velocity TCF, which is extracted directly from the

AIMD trajectory. They are linear combinations of atomic displacements

Qn(t) = 32 25 (1) (A1)
k
with internal coordinates (;(t) constructed such that the corresponding power spectra
q oo, . 1wt
Phiw) = [ ta)a)edr (A32)

are as localized as possible in frequency. The corresponding functional to be minimized is

3N—6
5 “+oo ) ﬂ +oo . 2
0 — > {QW /_OO [Pl () dew — <2ﬂ /_OO |w|2P,gk(w)dw) ]
By construction, EMs are orthonormal and equipartitioned
o 1 +o0 .
(qkql> = % /_ P,gl(w)dw = ]{ZBT(SM. (A.}.})

In the limit of low temperatures, the EMs correspond to the NMs when using the Cartesian coordinates as

the (). They can be seen as the NMs obtained from a thermally averaged Hessian

*V
<8RZE9R]> ij = <w2>miZi S.t. szmzZu = (Skl- (A.3.4)
with Cartesian nuclear coordinate components R; and R;. The calculation of NMs is usually done via di-
agonalization of the dynamical matrix after projection of translational and rotational degrees of freedom.
The Hessian can be calculated via finite difference derivations or perturbatively*? employing the nuclear

displacement perturbation described in section 1.1.4.
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Once the EMs or NMs ¢y (t) are determined, we can express their contribution to the fluctuation of the

dipole moments
. -~ (5,&5 ~ 5m5 .
js(t) = 30 (G i) and () = 3 (0 Dawtt) (A33)

with the moment-mode correlations

ofss\  {fip gr) omg\ _ (mgqr)
<5Qk> Gk Gr) and < Oqp >  (dw dr) (A36)

The mode contributions to the total intensity are then simply

<Dk>=;<%>-<%> and <Rk>=i<m>-<%> (A37)

Oqk Oqk B=1 Oqk oG,

and the spectrum is given by

k k
with the prefactor F'(w) = 3V§i‘,"(w) and line shapes from the spectral density Py, (w).

A.3.2 DOUBLE HARMONIC APPROXIMATION

In the double harmonic approximation, also the dipole moments are expanded to first order around their

equilibrium values, introducing as expansion coefficients the APT P in its position (1) and velocity (v) form

and the AAT M

F

3

Z ZpgT @k (t) (A3.9)
e —
3

Z Z Zv ok (1) (A.3.10)
)

I

22 22
=317 1
Mwi )

22

aﬁsgk% (t) (Az.1)

N
Il
—_
Q
Il
—_

. ARY, . . . .
The displacement vectors of the EMs or NMs 57, = 7= describe the nuclear displacements in Cartesian
coordinates. This yields the established expressions of the intensities in the double harmonic approxima-

tion”

a(w)=F(w)Y Dpf(w—wy) and Aa(w)=4F(w) ) Ripbd(w — wy) (Asz.a2)

with dipole and rotational strengths as employed in section 1.4.2

n 3 Ny, 3
=> D PisSexPusSen and Ri=3% > M SHPlsSun. (A3.13)
v'=1 a,o,f=1 v'=1 a,o,f=1
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APPENDIX B

GAUGE IN THE LIQUID PHASE AND FIRST APPLICATIONS

B PROJECTED NUCLEAR VELOCITY PERTURBATION THEORY WITH DENSITY FUNC-

TIONAL PERTURBATION THEORY

We have already discussed the implementation of the NVPT in the plane wave electronic structure code
CPMD?**® and focus here on the projection aspect. The projected nuclear displacement Hamiltonian in

eq. (3.2.3) is evaluated as

NP (4 Z Z Nt 57‘;1%1(/57 (Boir)

v=1 a=1

yielding the first projected Sternheimer equation eq. (3.2.4), which has to be solved self-consistently due to

the dependence of the perturbation Hamiltonian on the density response

PLJ6TNOr (1)) = PPN (1)

~Pu[Ad - 0] 0. (B.12)

Here, ]5e =1- Zé\[:el

second Sternheimer equation eq. (3.2.6) as

P A - 0| .

which requires no self-consistency in the solution.

)(@o| is a projector on the unoccupied states. Correspondingly, we obtain the

6 (t)) = P.

OV (1)),

The evaluation of the current and magnetic dipole moments in egs. (3.2.9) and (3.2.10) is done with

respect to maximally localized Wannier orbitals ¢,

N,

ae(t) = 32 (0] 0()) + e (B.13)
o=1
Ne

me(t) =) <g0£0) m° gpgl)(t)>r + c.c.. (B.r.4)
o=1

This a priori projection yields numerically identical results to an a posteriori projection employing the elec-

tronic atomic polar tensor £ and the electronic atomic axial tensor Z.

e i v B . s 0ug)
IFIOEDS Z & BR t) with &5 = 5w (B.1.s)
v=1a=1 Ra
Olme
Z Z ERV with T/, = <mB> (B.1.6)
v=1a=1 aRZ



B.2 RADIALLY RESOLVED VIBRATIONAL SPECTRA

We wish to spatially decompose the total vibrational spectra in order to analyze their radial distribution
and the dependence of the total spectra on the chosen gauge. To do so, we first show in which way the
gauge transport term manifests itself in the decomposition. In a second step, we generalize the regularized

decomposition procedure by Heyden et. al.#”*”* for our purpose and finally discuss numerical results.

B.2a1 SYMMETRY DECOMPOSITION

The cross-correlation of a state variable a = a(0) at time o with a second state variable b(t) at time t and

distance r12(t) is a rank two tensor field T'(r, ¢)
T(r,t) = ((a®@b(t)i(r - r1a(t))), (B.2.1)

where both, a and b(t), are vectors and functions of the system state in phase space. In our case, these could
be the molecular electric, current or magnetic dipole moments at distance r15(t) (in the molecular gauge).
In a homogeneous isotropic fluid, the tensor can be expressed in terms of three radial functions
T(I‘, t) = @0(7", t)Idg + @1(7’, t) Z eijkéi X éjfk
ijk

+ @2(7’, t) (B’f"\f — Idg), (B.Z.Z)
which are symmetric (0, ©2) and anti-symmetric (1) under spatial inversion r — —r.377*° Here, we
have denoted the unit vectors with a hat. Experimentally, we only observe the trace of the tensor and obtain
all three symmetry contributions with the help of the auxiliary longitudinal function ©¢ as

08 (r, ) = ;Tr 417T / dQ<ab(t)5(r _ rlg(t))>] (B.3)

0 (r, ) 417T / dQ<af : #b(t)5 (r - r12(t))> (B2.4)
1 .

o) = [ dQ<(a X b(t) - 7)5(r - rlg(t))> (B.s)

08 (1, ) ;{@#(r, £) — e2(r, t)]. (B2.6)

If we assume the particular form b(t) = r15(t) x c(t), as used in the gauge transport term, we obtain
1
O (r.1) = 3105 (1, 1), (B2

i.e. in chiral systems the anti-symmetric ©{* contributes to the spectrum.

B.2.2 REGULARIZATION PROCEDURE

Computationally, the evaluation of eqs. (B.2.4-B.2.5) via binning of molecular properties along a molecular
dynamics is a formidable task. We therefore resort to the regularization technique employed by Heyden et

al.,*”*” which we briefly review here. The starting point is a function of the form

Flw) = /_ Z dte=!(a(0) - b(t)) (B.8)
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Instead of the bare molecular dipole moments, we introduce smooth local densities p®, p°, with regulariza-

tion parameter o as

) e (B.2.9)
= 2 ar (271-0-2)%6 o s 2.9

such that
Cup(t) = (a(0) - b(t)) = lim Co,(t) (B.2.10)

/ & / & p( (B.2.11)

Convolution and radial averaging yields
€ (4) Z / & / AN (r, 0)pL (r + Ar, 1) (B.12)

- Z / dATC 5 (AT, 1), (B.o.13)
Using this approach, we define the spatially resolved component wise regularized correlation function

/dBTpa r + Ar, ). (B.2.14)

The different symmetry contributions are then obtained as follows

OF(r,t) = lim —— / 4 Z C (B.o.1)

O (r, 1) = l1m— / Q) Z . 1) A, Aty (B.2.16)
a,B 1

0 (r, t) hir(l)—ﬂ/dQ Z Cpa AI‘ t) AP €0 py (B.2.xy)

and the total IRA spectrum is recovered via

Cu(t) = / drdnr?30%(r, 1). (B.2.18)

B.2.3 CONVERGENCE OF TIME-CORRELATION FUNCTION VCD SPECTRA

Applied to IRA and VCD spectra, we obtain the final decompositions of IRA

il))Tr ZQ <,u,,u(t)5(r—r12(t))>] — 08 (r,1) (B.2.19)
and of VCD
;Tr / Ziz<(,um(t) + ;Cp,(rlg(t) < )3 (r—eia(t))) | = (1) + ;r@{w(r, 1), (B.20)
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In systems with inversion symmetry r — —, the contributions ©4™ (7, t) and ©4*(r, t) are, on average,
zero.

In comparison to IRA spectra, the VCD contains the additional gauge transport term proportional to
rO™*(r,t). We have repeated the analysis of ref.#” on the same dataset and computed the relevant anti-
symmetric term in bulk water. The results are shown in fig. B.1and reproduce the results of the original work.
Even though there is no numerical equivalence between the use of the electric dipole and the current dipole
moments, the interpretation of the result for our purpose is justified. We observe that the anti-symmetric
contribution ©4* is much smaller than the observable ©f*. The remaining high frequency oscillations are
due to the fluctuations of the instantaneous chirality of water and would decrease with further sampling.
This noise in the anti-symmetric contribution is instructive to distinguish between the desired signal and
numerical artifacts in the other components. In the region of interest for our purpose, i.e. between soo and

1700 cm ™, the significant correlation only extends to the first solvation shell.

4000
3500 - 3.200
3000 - 2.400
1.600

2500
~ 0.800

|

§2000 0.000
S1s00] - -0.800
-1.600

1000
-2.400
500 - -3.200

e
0 1 2 3 4 5 6 7 0 1 2 3 4 5 6 7 0 1 2 3 4 5 6 7

r/A

Figure B.1: Isotropic radial decompositions of the vibrational IRA spectrum of bulk water: 1. @g” (r,p).2. @’f“ (r,p).3. @’;“ (r,D).

Intensity in 103A-1em— 1. Trajectories provided by Heyden et al. from ref¥

We have repeated the analysis for the case of a single (R)-propylene-oxide molecule solvated in water and
the results of the IRA are in line with the bulk water (fig. B.2). Also here, we observe high frequency oscil-
lations at large distances. Due to the smaller amount of sampling and the smaller simulation cell they start
already earlier in this case. The solvent signal completely covers the molecular VCD spectrum, as opposed to
the case of a higher concentration in fig. 3.2. The additional scaling of the anti-symmetric contribution s
with the radius r further blows up the noisy contribution to the total spectrum. This increases the amount
of sampling necessary for a converged dynamical VCD spectrum as compared to the conventional dynam-
ical IRA case. However, we can attribute the dominant contribution to the dynamical VCD spectrum to
originate within the first solvation shell. Given the finite amount of sampling available, this analysis suggests
to separate the significant part of the spectrum from the noisy background at long distances and justifies the

localized correlation technique presented in section 3.2.3.

166



1600 . * ' =———— 0.200
= 0.150
1400
0.100
+ 1200 0.050
€ = 0.000
~
'~ 1000 — — -0.050
——— 4——5 -0.100
800 = — -0.150
_ = — -0.200
600 = —
0 1 2 3 4 5 0 T 2 3 4 5 0 1 2 3 4 5

Figure B.2: Isotropic radial decompositions of the vibrational IRA and VCD spectra of a single (R)-propylene-oxide solvated in water:

1O (r, ) - 1074 2.05™ (1, ). 3. ir@’f’l(r, 7). Intensitiesin A=t em 1.

B.3 COMPUTATIONAL DETAILS

The presented projected NVPT has been implemented in our development version of the CPMD#* %4
electronic structure package and will be part of future releases of the official code. The calculations have
been performed using density functional perturbation theory®'” with Troullier-Martins™ pseudopoten-
tials and the BLYP**** functional. We have employed a plane wave cutoft of 70 Ry.

The BO AIMD have been generated with the CP2K*7*%® program package using the TZV2P-MOLOPT-
GTH basis® and GTH pseudo potentials®*~** with a o.5 fs time step, a cutoff of 400 Ry and dispersion
correction.’”

The computational details of the six computational setups of (R)-propylene-oxide (RPO) and (S)-d»-
oxirane (SDO) are summarized in table B.1. The RPO bulk setup consists of 13 RPO and 1 propanal molecules,
the solvated RPO setups of 7 RPO molecules in 34 HoO molecules and 1t RPO molecule in 52 H,O molecules.
The propanal in the RPO bulk system has the same molecular formula as RPO butis not chiral. In the analy-
sis of IRA and VCD spectra, its molecular dipole moments have been ignored. We have chosen simple cubic
simulation cells, employing periodic boundary conditions in the bulk systems and a Poisson-solver*® in the
isolated molecules. To obrtain statistically independent initial conditions we have sampled microcanonical
trajectories from thermostated molecular dynamics trajectories. Every 4 fs, the projected NVPT calculation
of the electronic response properties has been carried out. All spectra shown have been smoothened in the
frequency domain via convolution with a Gaussian filter with o = 2cm ™",

We have followed ref.#” in the choice of the sharpness parameter (D = 0.25A) in eq. (3.2.25) and the
regularization parameter (o = 0.4A) in eq. (B.2.9). For the representation of the normal and effective mode

738 with width 7 = 4em™!. The effective mode analysis

intensities, we use a Lorentzian line shape function
has been performed with the MOLSIM package.*>*? As internal coordinates of SDO ,we have chosen 6

distances, 5 bending and 4 torsion angles.



Table B.1: Computational details of the computational setups. The systems have been equilibrated (NVT) using the CSVR®¥ and massive
Nosé-Hoover'?*#125 (mNH) thermostats with a time constant of 1 ps. All data shown are canonical averages over all microcanonical (NVE)

trajectories.

System (R)-propylene-oxide (S)-dy-oxirane
bulk 7Moo diluted isolated isolated

Temp. (K) 340 340 340 340 10/ 300

Thermostat | CSVR CSVR ~ CSVR mNH mNH

Cell (A) 1.8 11.92 11.85 14 2

p(g/cm?) 082  LOO 1.00 - -

# NVEs 3 2 8 40 40

tave (Ps) 20 20 20 20 10

tavr (Ps) 2 2 2 I I
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APPENDIX C

ON THE MASS OF ATOMS IN MOLECULES

C.1 THE ADIABATIC LIMIT OF THE EXACT FACTORIZATION

We will argue in this section that (i) the correct scaling of the time variable is 1%, when the parameter p* is
used to scale the nuclear mass M, and (ii) the term in the electron-nuclear coupling operator (ENCO) of
Eq. (1.5.10) containing the nuclear wave function scales as well with p2.

Statement (i) is obtained by taking the large mass limit, or small g* limit, as in.>* In this situation,
the dynamics of the heavy nuclei becomes semi-classical and our scaling argument will make the nuclear
kinetic energy tend towards a constant. In the classical limit, it is easy to see that at different values of pt the
trajectories of the nuclei can be superimposed if the physical time s is rescaled to a common time ¢ = p?%s.
At each configuration R(s) along the dynamics, the scaling of the time variable has the effect of yielding a
kinetic energy that is a constant of u*. In other words, the velocities V(s) scale as ;12 Notice that this is
possible as we do not scale the positions with p?, and therefore the potential energy is not affected by the
scaling. Using the common rescaled time ¢ to describe the nuclear trajectory, it then becomes possible to
make a convergence statement about the nuclear dynamics.

Following Ref.,*** the nuclear wave packet can be considered to be a Gaussian wave packet localized at

the position R(t) , with momentum P(t):

X(E7 t) :W_3N"/4M_3N"/2(detg(t))1/4><
(BR—Rt)"a(t)(R—R(t) i (P(t)> (R—R( t)>] ()

exp |— 2 + 5 2

with g(t) a (3N,, x 3N,,) symmetric matrix yielding the spatial extension of the wave packet. From this

expression, we prove statement (ii): —2AV,y/x scales as 2 thus

, —ihV,x(R,1)

AR =p (C1.2)
X(R, 1)
tends towards a quantity independent of .
C.2  SEPARATION OF THE CENTER OF MASS
We introduce the coordinate transformation according to eq. (3.5.55)
1 Nn Nel
R =Rcou= Z MR, +m Z (Tk) go (C2.)
Mo v=1 k=1
R, =R, —-R; withv > 2, (C2.2)

with the position of the center of mass (CoM) defined in eq. (C.2.1) and My = >°, M, + mN,; the total

mass of the system. Such coordinate transformation is applied to the kineticand potential energy terms in the
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nuclear Hamiltonian (3.5.42). Since we have to evaluate the gradient of x, we have to compute the Jacobian
matrix of the transformation from Cartesian to internal coordinates. The Jacobian isa (3/V,, X 3NN,,) matrix,
whose elements are
ij _
Jl/l/

= C.oa.
OR.; ~ 81,035 + G0 ifv > 2 (C23)

OR,, { i (M6 + 2Py ifv =1
with 77]-”; the electronic APT of eq. (3.5.52). It can be proved with some simple, but tedious, algebra that the

determinant of the Jacobian is unity. In eq. (3.5.42) we replace V with V' according to
(=ih)" M7 (=ih) = [ £ (=ih¥)] M7 [ 1" (=i
= (—ihV)" (IM ") (—ih¥) (Ca.4)
where the position-dependent mass in the last term on the right-hand-side depends on R’, namely
MT(R) = JMT(R)". (Cas)

We rewrite the Jacobian matrix as the sum of two terms, .J CoM 4nd J . the first three rows of J CoM 4re

the same as J, thus given by eq. (C.2.3) forv = 1, i.e. (JCOM)” = 5,07

/
v’
vv'

with each row composed by
3N, entries, all other elements of J CoM are zeros; the first three rows of J nt- are zero and the remaining
3(N,, — 1) rows are the same as J, thus given by the second expression in eq. (C.2.3). We now introduce
the operator T, defined as 7,7, = 4;;0,/1, and we notice that the product of the position-dependent mass

matrix and 7 yields

(R) T = My [lCOM}T ; (C2.6)

<

as we now prove. First of all, we recall the expression of the position-dependent mass matrix,
ij
MUV’(R) M, 61/1//57«] + AVV’( ) (C2’7)
then we write the matrix product with 7 as the sum of their components, namely

Z Z MZ] 7;]?/// = (Myéik + % ;(R)) 6V”1 = Mtot {5 //1JVV//:| (C2.8)

Jj=x,y,z V=1
where we used the sum rule of eq. (3.5.53) in the first equality and eq. (C.2.3) in the second. We identity the

term in square brackets in the last equality as J“°*. Further relations that are used below are the following,

JOMT = ( I? 8 ) (C2.9)
J"T =0 (C.2.10)
Eq. (C.2.5) is written by introducing the two components, CoM and int., of the Jacobian as
M RY) = 29N MR [29] (C2)
+ I MO R) [ (Can2)

< {JCOM} ! (C2.13)
+ lCOM&A (R) {imt} ' . (C2.14)
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Using eq. (C.2.6), the first term on the right-hand-side can be rewritten as

iCoMMfl(R) [lCoM}T
1

= JOM M RIMR)T (Cz15)
Mtot

_ 1 CoM

—7Mt0ti T, (C.2.16)

and from eq. (C.2.9) we obtain

1 P2
5 (i) [ IO M R (L] (—in) = 3 T (Cay)

A similar procedure, which uses eq. (C.2.10), is employed to show that the cross-terms in eq. (C.2.14) do not

contribute to the kinetic energy. Therefore, the final result reads

. P2 1
7y, = LCoM | - (—iﬁy/)T M(R') (—ihY') + E(R)). (C.2.18)
2Myor 2 o

C.3 NUMERICAL DETAILS OF THE POSITION DEPENDENT MASS

C.3.1  NUMERICAL DETAILS OF THE O-H-O MODEL

A model system of a proton involved in a one-dimensional hydrogen bond like O — H — O is considered,*”

with potential
V(r,R)= D {e_Qa(gJﬁ_d) _ 9ea(F+r-d) + 1] (C3.0)
+ Dc? [e?(grd) — 2€Z(§Td)] + Ae BE _ g

RS

Here r indicates the position of the proton measured from the center of the O — O bond and R stands for
the O — O distance. The chosen parameters of the Morse potential are D = 60 kcal/mol, d = 0.95 Aa=
2.52 A= ¢ = 0.707 makes the potential for the proton asymmetric, mimicking a weak O — H — O bond.
The other parameters are A = 2.32 X 10° keal/mol, B = 3.15 A1 and C' = 2.31 x 10* kcal/mol/A°.

The full Hamiltonian of the system involves the V' (r, R) and the kinetic energies of the oxygen atoms and

of the proton, namely

N —h*V2, —h2V? N
Ro-, R = "+ V(r,Ro-, R Ca.
H<TJ O—» O+) Vo QMOV + QMH + (Ta O~ O+) ( 3 2’)
_h2v2 v A,
= e m + Hpo (T» Ro-, RO+) ) (C3.3)

where \7, according to eq. (C.3.1), depends only on the distance between the oxygen atoms, R = |Ro- —
Ro+ |

In the static calculations, the adiabatic states have been computed by diagonalizing the BO Hamiltonian
in Eq. (C.3.3) on a spatial grid 400 x 400. The eigenvalues of the full Hamiltonian in Eq. (C.3.2) are deter-

mined using a Gaussian quadrature method with 20 points for R, the distance between the two heavy atoms,
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and 34 for r, the displacement of the proton from the CoM of the heavy atoms. When the Hamiltonian with
position-dependent dressed masses is used for computing the eigenvalues, R is again the distance between
the two heavy atoms. In this case, as described in the text, the BO approximation has been introduced before
separating the CoM motion and the eigenvalues of the Hamiltonian in internal coordinates (indicated by
the prime symbols in Eq. (3.5.56)) have been computed.

In the dynamics we use the three coordinates, i.e. Ro+, Ro- and 7 = g, in order to test the conservation
of the position of the CoM. The results in the paper are shown for the same number of periods in all cases,
using: the velocity-Verlet algorithm to integrate the classical equations, with a time-step 1 fs; the Crank-
Nicolson® algorithm for the proton (quantum) equation in Ehrenfest, with a time-step 10~ fs; the Euler
algorithm if the force depends on the velocity (see Eq. (C.3.5)) with time-step 0.0625 fs, where the stability
of the integration has been tested based on the energy conservation. The position of the proton is estimated
as the expectation value of the position operator on the proton wave function at the instantaneous O — O

geometry.

C.3.2 NORMAL MODE ANALYSIS

It is easy to prove that given a Lagrangian of the form
. 1. .
LR,R) = JR' MR)R - E(R), (C3.4)

the classical Hamiltonian of eq. (3.5.44) can be derived as its Legendre-transform. Therefore, nuclear motion

is classically governed by the Euler-Lagrange equation

MR)R = ~VE(R) - 31V M(R)J R (€39)

This classical equation of motion is integrated using the Euler algorithm as described in section C.3.1. If
(i) we use internal coordinates, since the free motion of the CoM can be separated as in eq. (C.2.18), (ii)
we introduce the harmonic approximation of E(R) and (iii) we neglect the velocity-dependent term”, we

obtain

R=—[M"Ry)K(Ry)R, (C3.6)

with K the Hessian matrix computed from the ground state electronic potential. The term in square brack-
ets is evaluated at the equilibrium geometry Ry. The diagonalization of the matrix in square brackets yields
corrected v + Av frequencies, as Av includes the effect of electrons that follow the motion of the nuclei

non-adiabatically, namely not instantaneously.

C.3.3 CALCULATION OF THE A-MATRIX

We have computed the .A-matrix using density functional perturbation theory”=**°7"9 as described in Ref 5

and checked that the sum rule of Eq. (3.5.54) is satisfied. The numerical scheme has been implemented in the

“In order to keep the procedure as simple as possible, we neglect the term in the equation of motion that explicitly depends
on the velocity. Such term is quadratic in the small nuclear velocity. On the other hand, it contains spatial derivatives of the
position-dependent mass, thus of the A-matrix: the .A-matrix, in turn, depends on the non-adiabatic coupling vectors and on the

BO energies, that we can correctly consider slowly varying in space, as we restricted ourselves to weakly non-adiabatic situations.
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electronic structure package CPMD.™* Calculations have been performed using Troullier-Martins™ pseu-
dopotentials in the Becke-Lee-Yang-Parr*®»*** (BLYP) approximation of the exchange-correlation kernel.
The molecular geometry is the equilibrium geometry at the BLYP level, employing the aug-cc-pVTZ ba-
sis set®™ in the Gaussian electronic structure program.*®

Table C.1 shows the results for the Hy molecule. Remember that the A-matrix is a (3V,, X 3N,,) matrix,
with blocks

((AHlHl) \(AHle) ) (C3.7)

i i
(A, | (Ayi,)
and indices %, j running over the Cartesian components x, y, 2, so each block is a (3 X 3) matrix. The sum

rule in eq. (3.5.53) reads, in this case,

Ny
Z Aifu(R) = ('AHlHl)$$ + (‘AHle)m
vv'=1
+ (i )+ (Amon)™ | = 1,998 22 (C39)

and similarly for the other Cartesian components. This result is obtained by summing the entries of the
matrix in table C.1, and we find indeed the total electronic mass (m = 1, N¢; = 2) of the system as expected
from eq. (3.5.53).

In the case of the H,O molecules the use of non-local pseudopotentials poses additional technical com-
plications that we discuss here. The BO Hamiltonian in eq. (3.5.47) contains a potential energy term corre-

sponding to the pseudopotential, namely

A

FIBO = Te + ‘/}ioc + ‘le- (C39)

A

Vs the non-local part of the pseudopotential, does not commute with the position operator

120

thus we have
to take into account such correction when deriving the sum rules of eq. (3.5.53).

The evaluation of eq. (3.5.49) using only local pseudo potentials in the commutator in eq. (3.5.47) gives
rise to the A-matrix contribution due to the local pseudopotentials, in the following termed local part of the
A-matrix. Thelocal part of the A-matrix is indeed symmetric and has positive diagonal elements. However,
it does not satisfy the sum rule of eq. (3.5.53). In order to correct for this error, we can calculate the correction
due to the full commutator where also the effect of the non-local pseudopotential is included. For all 3V,
nuclear coordinates, labeled by the indices 7, v, we obtain a commutator for each Cartesian component j.
The correction hence gives rise to a (3N, X 3)-dimensional matrix A, i.e. the non-local contribution to
the electronic APT. However, the appropriate dimension of the matrix to be used to correct the A-matrix
should be (3V,, X 3N,,), as the A-matrix itself. Unfortunately, there is no protocol that allows us to match
the dimensions of the two matrices, i.c. the A-matrix and the correction matrix, based on some physical
properties. Therefore, we develop such protocol according to the following prescription. The correction
matrix is denoted AAY . We add the symmetric part of the correction A% corresponding to each nucleus

to the diagonal parts of the blocks of the .4-matrix, i.e. for each nucleus v:
1

A.Aff;j = 2(Afjj + A,]f) Y, i, J. (C3.10)
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This correction leads to a correct sum rule for the A-matrix whereas preserving all the known symmetry

properties. We show the result of this operation in table C.2. In the case of the water molecule, we compute

Np,
> A (R) = T7.997 ~ 8. (C.3.1x)
vv'=1

The sum rule (3.5.53) yields a total mass of 8 (m = 1, No; = 8), which is the number of electrons that are

considered explicitly. The two 1s electrons of the oxygen atom are treated in the frozen core approximation.

Table C.1: Diagonal elements of the A-matrix of the Hy molecule (oriented along z-axis).

‘ Hydrogen 1 Hydrogen 2
0.553 0.446
Hydrogen 1 0.553 0.446
0.868 0.131
0.553
Hydrogen 2 0.553
0.868
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Table C.2: Local part of the A-matrix, i.e. /Nl, non-local pseudopotential correction 2\, symmetrized correction A4 and corrected A-

matrix of an isolated Ho O molecule (in xz-plane oriented along z-axis). The sum rule in eq. (3.5.53) yields, for the three Cartesian compo-

nents zx, yy and 2z, mNg; = 7.998, 8.006, 7.993, respectively.

A Oxygen Hydrogen 1 Hydrogen 2
6.500 0.190 -0.091 | 0.190 0.091
Oxygen 6.323 0.415 0.415
5.989 | -0.172 0.382 0.172 0.382
0.658 0.287 | 0.020 0.082
Hydrogen 1 0.314 0.037
0.527 | -0.082 0.052
0.658 -0.287
Hydrogen 2 0.314
0.527
A Oxygen Hydrogen 1 Hydrogen 2
-0.395 -0.112 -0.081 | -o0.112 0.081
Correction -0.493 -0.093 -0.093
-0.415 | -0.081 -0.133 | 0.081 -0.133
AA Oxygen Hydrogen 1 Hydrogen 2
-0.395
Oxygen -0.493
-0.415
-0.112 -0.081
Hydrogen 1 -0.093
-0.133
-0.112 0.081
Hydrogen 2 -0.093
-0.133
A Oxygen Hydrogen 1 Hydrogen 2
6.105 0.190 -0.091 | 0.190 0.091
Oxygen 5.830 0.415 0.415
5.574 | -0.172 0.382 | o0.172 0.382
0.546 0.206 | 0.020 0.082
Hydrogen 1 0.222 0.037
0.394 | -0.082 0.052
0.546 -0.206
Hydrogen 2 0.222
0.394
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