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Abstract

The quantum simulation of quantum chemistry is often cited as one of the
mostimportant potential uses for emerging quantum technology. Quantum
computing methods are expected to be able to perform full configuration
interaction level quantum chemistry calculations with tractable computa-
tional resource requirements. However, early quantum computers are likely
to be constrained in both the number of qubits available, and the number
of gates that can be performed. Implementing chemical algorithms on such

quantum devices will require algorithmic improvements.

In this thesis, two avenues for optimisation of the canonical method for the
simulation of quantum chemistry on quantum computers are discussed. The
Bravyi-Kitaev transformation is an alternative to the Jordan-Wigner trans-
formation, the canonical method of mapping electronic states and operators
to states and operators of qubits. The resource implications of this trans-
formation scheme are assessed using a variety of chemical examples. Known
techniques for optimising quantum circuits for quantum chemistry are ap-
plied, and the implications for the use of the Bravyi-Kitaev transformation

are considered.

Trotterization — the use of Trotter-Suzuki formulae to approximate the evol-



ution operator for the molecular Hamiltonian - is discussed. In particu-
lar, ordering schemes designed to minimise the Trotter error are described.
Finally, the importance of Trotter ordering when using the Bravyi-Kitaev

transformation is considered.

The performance of either transformation scheme is found to be highly de-
pendent on the Trotter ordering and level of optimisation chosen. As such,
the relative merits of either transformation scheme are found to be not as
simple as previously thought, although in most cases the Bravyi-Kitaev trans-

formation is found to be advantageous.

The relative merits of both mapping and ordering schemes are considered in
the context of performing quantum simulation of quantum chemistry on
real quantum devices. Particular focus is paid to molecular systems which
are intractable to classical computational simulation. The results emphasise
the need for thorough analysis of optimisation schemes, such that quantum

chemistry may indeed be a principal use of early quantum computation.
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Introduction

11 Background

Computational chemistry is the use of computers to solve chemical prob-
lems. Numerical methods have long been used in chemistry to predict prop-
erties that may not be experimentally measurable, or validate theories which
aim to describe chemical systems. However, after the Second World War, the
rapid growth in the power of computing devices enabled such analysis on a
previously unprecedented scale. Modern computational chemistry is a vast
field, with myriad applications in both pure science and industry. To name
only a few: in pharmaceutical science, computational chemical methods are
used for the screening and optimisation of potential drugs™ In petrochem-
istry and the chemical industry, computational methods are used for pro-
cess design.® In environmental science, computational methods are used to
develop models of ecotoxicity and environmental processes? Several Nobel
prizes have been awarded in the discipline; of recent note is that of Karplus,

Levitt and Warshell in 2013, and that of Kohn and Pople in 1998.

9



1. INTRODUCTION

Computational chemistry consists of a broad spectrum of methods. They

include the calculation of molecular geometric structure#, electronic struc-

8H10 181)¢)

ture and energetic36‘7, spectroscopic data® ™, reactivity™*=, and chemical re-
action dynamics and kinetics®™. As discussed below, there are a range of
approaches in the field, employing various degrees of abstraction away from
the quantum mechanical nature of chemistry. The focus here is on meth-
ods that do not involve the use of classical mechanics or empirical data. At
their core, these methods attempt to solve the Schrédinger equation for a
Hamiltonian describing a chemical system. In some methods, this Hamilto-
nian only describes the state of the electrons in a molecule or system — these
methods fall under the scope of electronic structure theory. In other meth-
ods, further degrees of freedom may be considered. For instance, molecular
dynamical methods study the motion of atoms within molecules, typically

in order to simulate the dynamics of a chemical reaction

In all quantum chemical methods considered here, however, the initial start-

ing point is some form of electronic structure calculation.

1.1.1 Electronic structure theory

With the birth of quantum mechanics in the early 20th century, its applica-

tion to the study of chemistry was inevitable. In 1929, Paul Dirac wrote:

The underlying physical laws necessary for the mathematical

theory of a large part of physics and the whole of chemistry are

20



1.I. BACKGROUND

thus completely known, and the difficulty is only that the ex-
act application of these laws leads to equations much too com-
plicated to be soluble. It therefore becomes desirable that ap-
proximate practical methods of applying quantum mechanics
should be developed, which can lead to an explanation of the
main features of complex atomic systems without too much

computation. (Dirac 1929'°)

While this neglects a great deal of the complexity of applying quantum mech-
anical methods to chemistry, it astutely states that the details of all chemical
systems and reactions can — at least, provided one has access to a sufficiently
powerful computer — be determined from first principles. In other words,
such details can be ascertained through the solution of the Schrodinger equa-
tion, given a Hamiltonian of interest. The class of methods which aim to

directly solve this equation are therefore referred to as b initio methods.

Provided sufficient computing power, these methods could theoretically be
used to study chemical systems of any size. However, in practice, the scaling
properties of most ab initio methods — the functional form of the increase
in computational difficulty associated with an increase in system size — can
make their application difficult for large systems. For example, the full con-
figuration interaction” method - discussed below — incurs a computational
cost that scales exponentially with respect to the number of molecular or-
bitals considered, limiting its application to extremely small molecules. To

compensate for this, theoretical chemists have developed a vast array of al-

21



1. INTRODUCTION

ternative methods.

Density functional theory (DFT) is often used to study larger systems'®, due
to its comparatively low cost. Here, the expected energy of the system is de-
scribed using functionals of the electronic density, expressed as a function
of position. However, as there is no known analytic functional form for the
exchange interaction in terms of electronic density, approximation must be

involved, often using some form of semi-empirical approach.2=°

Similarly, other methods can be used to study even larger chemical systems.
Molecular mechanics can be used to simulate even proteins and other mac-
romolecules, consisting of potentially millions of atoms. In order to achieve
this, individual atoms or groups of atoms are treated as primitives. Quantum
mechanics is often neglected entirely, with interactions being described ac-

cording to purely Newtonian physics.

These methods have achieved a great deal of success in the simulation of
large chemical systems. However, they all involve some level of approxima-
tion away from the underlying quantum mechanical nature of the electronic
structure problem, and often require the specification of some form of non-
fundamental empirical constants. Often, this makes b initio methods bet-
ter suited to the study of systems where quantum mechanical phenomena
are important. Due to these constraints, there is no immediately intuitive
application of quantum computing to these classical or semiclassical tech-

niquesﬂ Accordingly, this thesis instead focuses on 4b initio methods.

“Nonetheless, useful applications have been found, such as the use of quantum annealing

22



1.I. BACKGROUND

Ab initio methods aim to ascertain the electronic wavefunctions of the mo-
lecular system, and their corresponding energies. Typically the ground state
is of most interest, but excited states can also be calculated. The properties
of the determined energetics and wavefunctions may provide useful chem-
ical information, and are often the first step in a more involved calculation.
For example, by varying molecular geometries and comparing ground state
energies, geometry optimisation can be performed to elucidate the structure

of molecules.

The most basic technique for tackling this problem is the Hartree-Fock method.
As this is used in the work described in this thesis, the theory underpinning
it is discussed in Section..1} The original procedure was developed in 1927
by Hartree?” This procedure was later adapted by Fock®?, and Slater*# to ac-
count for antisymmetrisation of electronic wavefunctions. In essence, the al-
gorithm uses an Ansatz molecular electronic wavefunction, represented by
a Slater determinant of single-particle wavefunctions, themselves represen-
ted by a linear combination of basis functions parametrised by real space*#
Electron-electron interactions are treated as interactions with a mean field,
and the variational principle is invoked. This allows the generation of a new
optimal set of coefhicients for the basis functions constituting the single-particle
wavefunctions, which in turn allows generation of new single-particle wave-

functions. This process is repeated until self-consistent.

This approach, whilst computationally inexpensive, is rarely considered to

to aid in the study of protein folding!

23



1. INTRODUCTION

yield quantitatively accurate results in contrast to other methods of quantum
chemistry. The use of a single Slater determinant excludes a vast swathe of
the true state space, and electronic correlation is only taken into considera-
tion through antisymmetrisation - i.e. electrons are considered uncorrelated
other than to the extent required by the Pauli principle. This leads to con-
sistent overestimates of the ground state energy. The approach is particularly
weak when multiple Slater determinants are degenerate, or nearly degener-
ate. This is particularly troublesome when studying strongly correlated sys-

tems.

A variety of post Hartree-Fock methods exist in quantum chemistry to deal
with this problem. Perturbation theory, first applied in this context in 1934
by Meller and Plesset is often used®™7. For more accurate results, the whole
electronic Hamiltonian is considered; but truncated so as to eliminate terms
which involve multiple levels of excitation away from the Hartree-Fock ground
state. This approach is the configuration interaction method. The inclusion
of higher levels of excitation terms (singles, doubles, triples and so on) de-
terministically results in better energy estimates, although with an increase
in computational cost that grows exponentially with the level of excitation

considered.

A key problem with this approach is that truncation of the configuration
interaction Hamiltonian results in a loss of size consistency. For size consist-
ency to hold, the energy of particles at sufficiently large distance to be treated
as non-interacting should be the sum of the independent energies of the con-

stituent particles. As truncated configuration interaction inherently permits

24



1.I. BACKGROUND

terms which include the excitation of such individual particles but neglects
the excitation of 4/l individual particles to the same level, this property is
not obeyed for truncated configuration interaction.2® This has obvious con-
sequences when studying systems of multiple molecules (for instance, when
generating the potential energy surface of a reaction), but also in the study of
large molecules, as coupling between highly spatially separated components

may be overestimated.

To compensate for this, a typical approach is the coupled cluster method,
wherein the initial wavefunction is acted upon by a truncation of the cluster
operator, being a weighted sum of excitation operators. This maintains size
consistency while still enabling truncation based on level of excitation. The
CCSD(T) leveF? — including single and double excitations, with triples be-
ing treated peturbatively — is often considered to be the “gold standard” of

quantum chemistry2°

These methods have achieved ubiquity through their ability to generate ac-
curate results using existing classical computational resources. However, str-
ong limitations still exist, particularly when using electronic structure the-
ory as starting point for further calculations. Small relative errors in pre-
dicted ground state energy obtained by the above techniques can easily be-
come large relative errors when considering energy differences — for instance,
if calculating the barrier height of a reaction. When predicting rate constants
for reactions, such barrier heights are usually exponentiated, potentially res-

ulting in catastrophic error effects/S

25



1. INTRODUCTION

The tull configuration interaction method is the configuration interaction
method, but with no truncation applied. Conceptually, this technique is
extremely simple. One generates the full electronic Hamiltonian, and diag-
onalises it. As no terms are dropped from the Hamiltonian (and the space
on which it acts is not reduced) |j this technique is exact to within Born-
Oppenheimer and non-relativistic approximations, and to within the con-
straint of using a finite basis set to express electronic wavefunctions. How-
ever, the dimension of the Fock space on which the Hamiltonian acts grows
exponentially with respect to the number of orbitals considered. To describe
the full electronic Hamiltonian using this method requires storing matrices
of a size that scales exponentially. While this storage requirement can be cir-
cumvented — for instance, by generating matrix elements “on the fly” — there
is no way to avoid the exponential computational cost of this algorithm. This
makes the procedure intractable for all but the smallest systems, limiting its

main application to benchmarking other methods.

1.1.2 Quantum computing

While the use of computers to perform simulation of quantum mechanical
systems stretches back to the 1950s%, the idea of using quantum mechanical
systems to perform computation has a more recent history. Feynman, in his

1959 speech There’s Plenty of Room at the Borrom, referred (in a context of

" A simple optimisation is to reduce the Fock space to the subspace with the correct number
of electrons. While this substantially reduces the overhead, it does not eliminate the
problematic scaling of the algorithm.

26



1.I. BACKGROUND
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miniaturisation) to the possibilities that the quantum mechanical nature of
small systems could present?* However, it was not until 1979 that this was
made concrete by Beinoff, who developed a quantum mechanical model of
a Turing machine® In 1985, Deutsch described a framework for a univer-
sal quantum computer®#, and demonstrated that such a device could solve a
toy classical problem faster than a classical computer. The demonstration of
quantum speed-up for useful tasks — prime factorisation of large numbers,

for example®, soon followed.

A quantum computer is a device which performs computations using gubits

~ quantum mechanical analogues of classical bits® Whereas classical bits

27

FIGURE 1.1.:

The Bloch sphere, describing
the state of a single qubit.
State |) is defined as

cos( ) |0) + ¢ s1n( ) 1),
where 3 and ¢ are the polar
and azimuthal angles of the
point representing the state
on this sphere.



1. INTRODUCTION

can take state values of either 0 or 1, qubits can exist as superpositions of
|0) and 1) states, i.e. [<) = a]|0) + B|1). These states can be represented
as points on the Bloch sphere, shown in Figure A system of N qubits
can then exist in a superposition of 2N basis states, |7). Similar to classical
computation, operations which manipulate the state of qubits are described
as quantum gates and are analogous to classical logic gates. A sequence of
quantum gates, intended to perform a computational task, is referred to as a

quantum circuit.

Classical bits can be stored in a variety of ways — for instance, as two levels
of current in a circuit, or two different charge levels of a capacitor. Simil-
arly, in principle, any two-level quantum system can be used to store a qubit.
For example, the two spin states of a fermion or the horizontal and vertical
polarisation states of a single photon could be used. However, a number of
experimental difhiculties make finding an appropriate system difficult. The
DiVincenzo criteria?Z describe the properties which a quantum computing
architecture must obtain in order to be experimentally practical. Among
these are the requirement that the qubits must have only two easily-accessible
states, and that the decoherence of the system — the tendency of an arbitrary
superposition state to transform into a mixed state — must be appropriately

slow as to allow computation.

A plethora of experimental approaches have been proposed and implemen-
ted to this end. To name only a few, these include devices using trapped
jons?®, photonics??, nuclear spin*®, quantum dots#, and NV centres*. Twenty

years of experimental progress has conclusively demonstrated that the de-

2.8



1.I. BACKGROUND

velopment of a device which scales to large numbers of qubits is a difficult
task. However, recently, it has been suggested that the creation of supercon-
ducting devices manipulating up to 50 qubits is plausible within even five
years 44 Such devices are rapidly approaching the realm where it may be

possible to solve problems that are classically intractable ##45

With regards to establishing the value of quantum computing, two major
breakthroughs are necessary. The first, clearly, is the demonstration of a
quantum device performing some computational task of which a classical
computer is incapable. It has been argued46 that devices will demonstrate
this capacity in the near future. However, while such a demonstration would
show that quantum devices are capable of performing otherwise impossible

feats, it would not demonstrate that they could perform usefil procedures!]

For this task, it will be necessary to perform a useful algorithm in a way which
is faster than any conceivable classical computer. This is inherently a more
difficult task, as it precludes the construction of algorithms specifically de-
signed to demonstrate a quantum improvement. In the near future, any
such demonstration will be constrained by extremely limited resources. As
such, any algorithm intended to serve such a task will require as low an over-
head as possible, thus necessitating the optimisation of algorithms and simu-
lation procedures, such that the available resources can be used with maximal
efficiency in the near future. This fact motivates the work described in this

thesis.

"It could, of course, be argued that such a demonstration is useful in and of itself, but for
the sake of brevity we will ignore these philosophical quandaries here.

29



1. INTRODUCTION

Quantum computing has garnered a great deal of media attention due to
Shor’s algorithm — that is, the ability to efficiently factorise, and the con-
sequent breaking of RSA cryptography. However, it is well known that the
quantum computational resources required for this task are colossal in com-
parison to other expected benefits#7 A perhaps less nihilistic example of the

use of quantum computing is in the simulation of quantum systems.

12 Quantum computing and chemistry

As quantum devices fundamentally rely on quantum mechanics, it is intuit-
ive that they may not be constrained by difficulties that classical computers
face when simulating quantum systems. In a 1981 lecture, Richard Feynman

stated:

‘[...] nature isn’t classical, dammit, and if you want to make a simulation of
nature, you'd better make it quantum mechanical, and by golly it’s a won-

derful problem, because it doesn’t look so easy.” (Feynman 19814%)

This argument would later be proven correct by Lloyd*?, who demonstrated
that quantum systems can be efficiently simulated by quantum computers
through what would later become known as the phase estimation algorithm.
In 1999, Abrams and Lloyds® developed a scheme for the simulation of fer-
mions in a first-quantised representation, and generated a scheme to sim-

ulate the Hubbard model in a second-quantised representation. This led

30



1.2. QUANTUM COMPUTING AND CHEMISTRY

to the development of a quantum algorithm for the explicit simulation of
quantum chemistry in a second-quantised representation by Aspuru-Guzik,
Dutoi, Love and Head-Gordon 2

In the full configuration interaction limit, these algorithms allow for an ex-
ponential speed-up over the simulation of quantum chemistry on classical
computers. Obtaining exact full configuration interaction electronic ground
state energies on a classical computer is intractable for large systems — on the
order of hundreds of molecular orbitals, the resources required exceed the
number of atoms in the observable universe. However, on a quantum device
this can be done at polynomial cost, provided a suitable approximation to

the ground state can be prepared on the quantum device.

The implications of this could have a dramatic impact on how quantum
chemistry is performed 5#It s extremely unlikely that classical computers will
become redundant for quantum chemistry in anything but the far future,
as classical computing methods will remain more practical in many circum-
stances. However, quantum devices are rapidly becoming larger and more
stable 4 Their use in performing extremely accurate electronic structure
calculations could become pivortal in providing the last few digits of precision
required to enable computational studies of reaction properties, in systems
that are otherwise difficult to simulate. Reiher, Wiebe, Svore, Wecker and
Troyer® estimate that a 142 logical qubit device performing one gate every

10 ns could determine the full configuration interaction energy of a FeMoco
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cofactor rjln less than a month of runtime at a precision of +0.1mH. This
may initially appear unexciting; however, to perform a full configuration
interaction calculation using direct diagonalisation on a classical computer,
would require the storage of matrices with a number of elements only a few
orders of magnitude shy of the number of atoms in the milky way. While
this example is somewhat contrived, and more advanced alternatives to direct
diagonalisation approaches exist75%, these inherently retain the same prob-
lematic scaling or introduce additional approximation. It is for these reas-
ons that the simulation of quantum chemistry is sometimes (perhaps over-

exuberantly) referred to as one of quantum computing’s “killer apps” 55

Although we do not dwell on them here, a cornucopia of quantum algorithms
to address various chemical tasks have been developed, including the determ-

ination of energy spectra®, reaction rates#55%57, and reaction dynamics®®.

1.2.1 Experimental demonstrations

While theoretical predictions regarding the capabilities of quantum comput-
ing for quantum chemistry are useful to assess the practicality of the task, real

experimental demonstrations would be more conclusive. Unfortunately, this

"Being the primary cofactor of the nitrogenaeses, the enzymes which are biologically re-
sponsible for the conversion of nitrogen into ammonia. A great deal of debate and un-
certainty exists as to much of the details regarding the mechanism of this process. Par-
ticularly, it would be desirable to understand how this process occurs at atmospheric
temperature and pressure, in contrast to the requirements of the Haber process. For
context, the Haber process consumes approximately 1-2% of the entirety of the world’s
energy productions?

32



1.2. QUANTUM COMPUTING AND CHEMISTRY

task requires the (extremely difficult, as discussed above) development of re-
liable quantum devices. To date, the experimental demonstration of a simu-
lation that could not be performed on a classical device has not been conduc-
ted. However, quantum chemistry is rapidly becoming an important choice

of example calculation for the testing of new quantum devices 52103

The first experimental demonstration of the quantum simulation of quantum
chemistry was performed by Lanyon et al’5% in 2010. This used an optical
device to simulate the energy of the hydrogen molecule in a minimal basis,
achieving a precision of 20 bits of the full configuration interaction energy.
This was shortly followed by similar demonstrations using NMR®? and dia-
mond NV centres®”. These simulations represent important milestones of
experimental progress; however, they relied on the block diagonal nature
of the hydrogen Hamiltonian — thus assuming that the Hamiltonian in full
had already been described outside the quantum device. As this cannot be

assumed for large systems, these approaches were not algorithmically scal-

able.

The first algorithmically scalable demonstration of quantum simulation of
quantum chemistry — thatis, involving no classical computational steps which
scale intractably — was reported by O’Malley, Babbush et al. in 20162, to
which some of the work described in Chapter[6|contributed. This used a su-
perconducting device to again simulate the energetics of the hydrogen mo-
lecule in a minimal basis, and was the first algorithmically scalable demon-
stration of the entire procedure. Unfortunately, due to the difficulty of the

task, their attempts were limited to a relatively short circuit, and thus their
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implementation of the phase estimation algorithm did not achieve chemical
accuracy (+1 kcal/mol). Their implementation of the variational quantum
eigensolver (discussed in Section did, however, achieve this, and in com-
bination these efforts represented another important step in the experimental

demonstration of the quantum simulation of quantum chemistry.

Inlight of the high computational requirements of this method, experimental
demonstrations have largely moved in favour of the use of hybrid quantum-
classical schemes such as the variational quantum eigensolver®#, briefly dis-
cussed below. This was first experimentally implemented in a photonic sys-
tem by Peruzzo etal. in 2014.% This algorithm, which is substantially cheaper
than the canonical scheme in terms of quantum resources, allowed for the re-
cent calculation of the ground state energy of beryllium hydride by Kandala
et al® the largest quantum simulation of quantum chemistry performed
to date. While these systems are very small in comparison to those typically
studied by quantum chemists on classical computers, the rapid rate of pro-
gress combined with the large-scale chips discussed above are extremely en-

couraging for the prospect of experimental quantum quantum chemistry.

1.2.2 Alternative schemes

e work presented here focussed on assessing improvements to the second-
Th kp ted here f d gimp tsto th d
quantised, Trotterization based scheme of Aspuru-Guzik, Dutoi, Love and

Head-Gordon®, the theory of which is discussed in Chapterp] However,
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other schemes for the quantum simulation of quantum chemistry have been

developed. We discuss some of these here for context.

As mentioned above, the variational quantum eigensolver algorithm is an at-
tractive alternative to full phase-estimation based schemes/©47° A in many
classical computational schemes, this involves the specification of a paramet-
rised Ansatz state. The expectation value of the Hamiltonian is measured,
and the state re-parametrised. This process is optimised variationally until
self-consistency is achieved. The final result is a variational estimate of the

true eigenvalue.

This procedure is one adopted by many schemes when using classical com-
puters. However, on a quantum device, it is possible to use a unitary form of
the coupled-cluster ansatz, as this can be prepared by standard unitary evol-
ution. This is known to yield strictly superior results to canonical coupled-
cluster theory, but is classically intractable, as unlike typical coupled-cluster
schemes it cannot be truncated based on level of excitation.°Z

In contrast to the gate-model paradigm discussed within this thesis, other ap-
proaches to quantum computing have been applied to chemistry. A native
algorithm for the electronic structure problem on adiabatic quantum devices
has been developed68 and improved upon69. While these two paradigms are
mutually emulable in polynomial timeZ®, it is nonetheless useful to have a
native algorithm so as to reduce overheads. Approaches removing the neces-
sity for Trotterization (the use of Trotter-Suzuki approximations to approx-

imate evolution operators, discussed in Chapter ) have been proposed, for
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instance by using a truncated Taylor expansionZ! Similarly, methods which

exploit the sparsity of the configuration interaction matrix (discussed in Sec-

tion have been developed 7273

Another alternative is the use of first-quantised schemes. Here, physical po-
sition space is discretised as a grid. The electronic wavefunction in the po-
sition representation is then stored in the state of the qubits. The effect of
this Hamiltonian can be simulated by unitarily evolving the qubits through
the propagator corresponding to the molecular Hamiltonian, approximated
using the split operator method of Zalka#. This splits the first quantised
Hamiltonian into components diagonal in the position and momentum bases.
Each is simulated, and the quantum Fourier transform appropriately per-
formed such that the qubits hold the correct representation. This approach
has been extensively theoretically studied, although experimental demon-
strations have not taken this approach.sg‘7S In contrast to the canonical al-
gorithm discussed in Chapter an attractive aspect of this technique is its su-
perior asymptotic scaling with regards to the number of orbitals considered,
which is encouraging in the context of large quantum devices. However, the
qubit cost of discretising real space is extremely large, possibly limiting the

use of this technique in the immediate future.

1.2.3 Resource estimates and algorithmic improvements

Although the use of quantum computing for quantum chemistry shows a

great deal of promise, itis clear thatalgorithmic advances are necessary to per-
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form real simulations in the future. In 2013, Wecker, Bauer, Clark, Hastings
and Troyer7® concluded that despite the superior scaling properties, the large
overheads of the standard algorithms of the time would result in prohibit-

ively high runtimes for simulations involving approximately 100 qubits.

Later estimates by Poulin, Hastings, Wecker, Wiebe, Doherty and Troyer
were more optimistic. Here, real molecular data was used in comparison to
the random Hamiltonians generated in previous attempts. When using real
molecular Hamiltonians, the scaling of the resources required for a chemic-
ally accurate simulation was substantially more optimistic than when using
random Hamiltonians7Z This emphasised the importance of using real mo-
lecular data to characterise the efficiency of algorithms. Nonetheless, they
still concluded that algorithmic improvements will be necessary to perform

quantum chemistry algorithms on real devices.

Restricting attention to Trotterized phase estimation circuits, many schemes
for optimising circuits have been proposed. The Bravyi-Kitaev mapping is a
method of mapping electronic states and operations to states and operations
of and upon qubits, which scales asymptotically superiorly to canonical tech-
niques.78'8° This was first studied in a chemical context by Seeley, Richard
and Love, who examined its resource implications for the simulation of the
hydrogen molecule in a minimal basis”? However, prior to the work dis-
cussed in this thesis, no large-scale assessment of its resource implication on

optimised circuits had been performed. Such an assessment is reported in

Chapter
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Hastings, Wecker, Bauer and Troyer report a scheme involving the cancel-
lation of duplicate gate sequences, and the use of ancillas to more easily de-
termine parities. We consider these schemes in interaction with the Bravyi-
Kitaev mapping in Chapter Schemes have been developed for the use of
multi-resolution Trotterization, wherein terms are simulated with differing
numbers of Trotter steps, depending on the importance of the term. 778!
More recently, the Bravyi-Kitaev superfast mapping®™ (not to be confused
with the ordinarily fast Bravyi-Kitaev mapping discussed in Chapter |4) has
obtained low Trotter error estimates in the simulation of molecular hydro-

gen.

Quantum simulation of quantum chemistry is a rapidly developing field,
with a great deal of both theoretical and experimental progress made in the
last decade. New quantum devices are rapidly approaching the realm where
classically intractable calculations may be possible. To reach these auspicious
heights, highly optimised algorithms will be necessary. In this thesis, two
avenues for optimisation are discussed. Chapters p|and f3| discuss the the-
ory underpinning the quantum simulation of quantum chemistry and the
technical implementation of our code respectively. Chapter discusses the
theory of the Bravyi-Kitaev mapping, with our work on quantifying its re-
source implications when studying a variety of molecular systems discussed
in Chapter Finally, in Chapter we discuss ordering schemes for Trotter-
Suzuki approximants, and the search for such a scheme that minimises the

error incurred in their use.
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Theoretical Overview

The ultimate aim is to solve the electronic structure theory problem for a
specified molecule or chemical system — that is, to find the eigenstates and
energies of the electronic Hamiltonian. As discussed above, we take a second
quantised approach, to avoid the large qubit requirements of maintaining a
real space representation of the wavefunction. In order to achieve this, we
require a set of basis single-particle spin-orbitals. The states in which these
are occupied according to a set of occupation numbers o; then form a Fock

space, which represents the space of possible electronic wavefunctions.

The electronic Hamiltonian can then be described using creation and anni-
hilation operators acting upon this space. Specifically, provided such a basis,

the electronic Hamiltonian is given by:

A 1
_ i ToT
H = Z hija; a; + 2 Z bijr1a,; a; araj . (2.0.0.1)
i ikl

Here, the first summation corresponds to one electron terms, with the second
T

summation corresponding to the two electron interaction terms. 4, and 4;
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are creation and annihilation operators acting on the basis one particle spin-

orbitals. b; and by, are integrals over real space, discussed in Section

The problem is thus to find the eigenstates and eigenvalues of this Hamilto-
nian. This task involves several steps, summarised by Figure In both
quantum and classical computational methodologies, an appropriate basis
set must be chosen to describe the electronic states. We discuss this task in

Section

Following this, the b;; and by, integrals of eqn. must be generated.
In principle, eqn. suggests that the number of these scales quartic-
ally with the number of spin-orbitals. Although potentially expensive, this
scaling can be reduced by consideration of symmetry. Regardless, as it is
polynomial, this step is considered classically tractable and, in the current
scheme, treated as a classically computable preprocessing step. We remark
on a number of subtleties which must be considered in Section Having
generated the required integrals, a full configuration interaction calculation
on a classical computer is a matter of forming a matrix representation of the
Hamiltonian and diagonalising it to find eigenstates and eigenvalues. While
this is conceptually simple, the exponential growth of the size of the Fock

space makes this intractable for systems of any reasonable size.
On a quantum device, as a 2N dimensional Fock space can be represented

using N qubits, we do not encounter this problem. Here, we must first find

a representation of the states upon which the Hamiltonian acts in terms of
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FIGURE 2.1.:

Procedures involved in a elec-
tronic structure calculation.
The left hand side depicts
a calculation on a classical
computer, the right hand
side depicts a calculation
on a quantum device. Blue
ovals denote steps performed
on a classical computer.
Red rounded rectangles
denote preprocessing steps
in the quantum algorithm
performed on a classical
computer. Yellow rectangles
denote steps performed on
the quantum device.
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states of qubits. Similarly, we must find a representation of the electronic cre-
ation and annihilation operators, in terms of operators acting on qubits. The
canonical scheme for this mapping procedure is the Jordan-Wigner trans-
formation, which we review in Section An alternative is the Bravyi-Kitaev
transformation, which we discuss in Chapter[4] Having obtained a repres-
entation of electronic states and the component operators of the electronic
Hamiltonian in terms of states of and circuits acting upon qubits, a circuit

which simulates the action of the Hamiltonian can be generated.

In order to obtain ground state energies from this qubit Hamiltonian, a
phase estimation algorithm can be performed in order to determine the ei-
genvalue and thus the electronic energy. However, in order to do this, a cir-
cuit describing the unitary evolution operator of the Hamiltonian must be
found. In the canonical scheme, this involves the use of a Trotter-Suzuki

approximation. We discuss this in Section|p.4]

Thus far, the procedure has been entirely classical, intended to describe the
steps which must be taken on a quantum device. The ground state of the
system would now be prepared on a quantum computer, as described in
Section While on a classical computer this would require knowledge
of the ground state itself (and thus be self-defeating), a number of methods

are available to circumvent this requirement on a quantum computer.

Finally, with a circuit that describes the Trotterized evolution operator of the
system, and the ground state prepared on the quantum device, we can im-

plement a phase estimation algorithm (considered in Section|o.s)) to obtain
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the ground state energy of the system.

Each of these algorithmic stages contains potential for optimisation in terms
of the quantum resources required. Although this thesis focusses on map-
ping schemes and Trotterization, itisimportant to consider these stages within
the context of the entire algorithm. As such, we discuss each stage in this pro-

cess sequentially.

2.1 Basis sets

The initial process involved in the algorithm is the choice of basis of spin-
orbitals to describe the system. This is a problem very familiar to quantum
chemistry performed on classical devices, where the choice of basis set is cru-
cial to appropriately describe the system while minimising computational
cost. While the use of plane wave basis functions is common in condensed
matter physics and when using a density functional approach83, for ab ini-
tio methods in chemistry these most commonly take the form of approxima-
tions to atomic orbitals, as molecular orbitals can be well described by a linear

combination of such.

However, while an exact analytic form for such atomic orbitals can be ob-
tained for hydrogen-like atoms, finding a description of them for other atoms
is non-trivial. One approach would be to numerically diagonalise the lone

atomic electronic Hamiltonian over a real space grid, and use a subset of the
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resulting numerical atomic orbitals to serve as a basis for further calculations.
However, while this approach is taken in some cases®#, an approach which
maintains an analytic description is typically preferred, as this substantially

reduces computational cost.

Physically, it is intuitive to choose a basis set which replicates the structure of
analytic hydrogen-like atomic orbitals. The class of orbitals known as Slazer-

type orbitals can be chosen for this task. The 1s orbital in this scheme is given
by

xs (§r—Ry) = (C—;)I/z exp (~¢Ir—=Rua4l) , (2.1.0.1)

where R 4 is the nuclear position and { is the Slater orbital exponent, related
to the effective post-screening charge of the nucleus. Functionally, this rep-
licates the form of the hydrogenic 1s orbital. Higher orbitals are a product of
radial functions of this form and the appropriate spherical harmonic. While
we do not consider examples of higher orbitals here, it should be noted that
these orbitals exhibit exponential decay atlarge distances from the nucleus, as
required. Being intended to replicate the form of the (analytically derivable)
hydrogenic orbitals, these orbitals arguably provide the most physical ana-
lytic choice of basis, and in an ideal world would be preferred in most cases.
However, the integrals that give the coefficients of the electronic Hamilto-

nian cannot be computed analytically for these hydrogenic orbitals.

As such, the most commonly encountered form of atomic orbitals are the

Gaussian-type orbitals. These use Gaussian functions as their primary form.
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Specifically, in contrast to eqn. (2.1.0.1), the Gaussian-type s orbital is given
by

o 3/4
xi (e, t—Ry) = (—) exp (—a|r—RA|2) , (2.1.0.2)
T

where a is the Gaussian orbital exponent, analogous to the Slater orbital ex-
ponent. Similar to Slater-type orbitals, angular components simply consist
of spherical harmonics. These differ from the Slater-type orbitals in two im-
portant ways. Firstly, they have zero slope at the nuclear centre, leading to a
poor description at low radial distances. Secondly, they decay substantially
more rapidly at large distance from the nuclear centre. These two factors res-
ult in a weaker description of the electronic wavefunction than through the
use of Slater-type orbitals. However, as they consist of Gaussian functions,
a variety of useful identities exist to simplify the calculation of the necessary

integrals. This dramatically reduces the computational cost of simulation.

Rather than using these orbitals directly, itis instead typical that alinear com-
bination of Gaussian-type orbitals are used. By tweaking the parameters and
coefficients of each orbital, a functional form can be generated which better
approximates the physical reality. Crucially, these parameters are fixed in ad-
vance of the desired electronic structure calculation. This allows for phys-
ically grounded atomic orbitals to be used without sacrificing the computa-

tional advantage of using Gaussian functions.

Assigning a certain number of these composite Gaussian functions to each
atom generates a set of basis functions, a linear combination of which will

describe the molecular orbitals of the system. Generally, the more basis func-
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tions that are used, the more accurate a simulation will be, as there is greater
flexibility for the optimisation procedure. However, this comes at a com-

mensurate cost that increases with the number of functions.

Many types of basis sets that include various types of contracted Gaussian-
type orbitals have been developed. A minimal example is the STO-nG fam-
ily, whereby n Gaussian primitives are used to approximate a single Slater-
type orbital. Each atom is assigned a number of these pseudo-Slater-type
orbitals corresponding to the number of occupied orbitals in the noble gas
atom corresponding to the period of the atom in question — one for H and
He, five for Li to Ne, nine for Na to Ar, and so on. These orbitals are purely
spatial, with no spin component, and thus can be doubly occupied. As an
example, the study of CH, using an STO-3G basis involves nine pseudo-
Slater-type orbitals (five from the carbon atom and one from each hydrogen
atom), each comprised of a linear combination of three Gaussian primitives,
with fixed coefficients. Although these minimal basis sets are typically too
small to yield numerical results sufficiently accurate for chemical purposes,
we use them extensively in the course of this project. This is to minimise the
computational cost of the procedures, which would otherwise rapidly be-
come infeasible. As the focus here is on characterising the cost of quantum
algorithms, rather than obtaining novel quantitative computational chem-

istry predictions, this trade-off is not considered to be a substantial factor.

In molecular systems, core orbitals are typically expected to closely resemble
atomic orbitals — more so than valence orbitals. As such, when using lar-

ger basis sets, it is common to assign more emphasis to valence orbitals than
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to core orbitals. For example, Pople basis setsS are designated according to
the code 7 — jkG. Each integer corresponds to one pseudo-Slater-type or-
bital, with the number of integers before the hyphen denoting the number
representing the core orbitals, with the number of integers after the hyphen
denoting the number representing the valence orbitals. The value of the in-
teger denotes the number of Gaussian primitives that comprise each pseudo-
Slater-type orbital. For example, the 3-21G basis assigns one pseudo-Slater-
type orbital to each core orbital, comprised of three Gaussian primitives, and
two pseudo-Slater-type orbitals to each valence orbital, with two Gaussian

primitives for the first, and only one Gaussian primitive for the second.

These classes of basis sets comprise the entirety of those used in this pro-
ject. Computational chemistry studies typically use larger basis sets such as
the correlation-consistent sets of Dunning%, wherein the orbital parameters
are optimised at a post-Hartree-Fock level of theory. However, due to their

greater computational expense of use we do not consider these here.

It should be noted that as the formed orbitals are atomic-centred, they are
non-orthogonal. This is not a problem for many quantum chemistry meth-
ods performed on classical computers, but it precludes the use of quantum
simulation. A variety of strategies can be used here. Léwdin symmetric or-
thogonalization®” yields the orthonormal set of functions that are closest
to (i.e. maximise the overlap with) the original set of basis atomic orbitals.
These have been considered within the context of quantum simulation with
impressive results, demonstrating a reduction in the number of significant

integrals necessary.*® Although one of the data sets used in this thesis in-
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cludes integrals calculated in this basis; as the exploration of basis set choices

was not the focus in this project, we do not consider this in detail here.

Onaclassical device, at this stage the b;; and by, integrals of the Hamiltonian
(eqn. (2.0.0.1)) could be calculated. Subsequently, the Hamiltonian could
be formed and diagonalised. However, it is typically more efficient to first
perform a calculation at an inexpensive level of theory. This has several ad-
vantages. Firstly, the set of molecular orbitals — or a manipulation of them -
can serve as a new orthonormal basis to describe the electronic wavefunction.
For systems where the true ground state is expected to have substantial over-
lap with the Hartree-Fock ground state, this provides a simple initial “guess”
for the eigenstate. Additionally, performing preliminary calculationsatalow
level of theory allows for granular control of where computational resources
are spent. For example, it is common to optimise molecular geometries — a
relatively expensive process — at a Hartree-Fock level before using more ex-
pensive levels of theory for further calculations. Due to its relative compu-
tational ease, when performing a preliminary calculation, the Hartree-Fock
process is typically used. For context we briefly review this process in more

detail here.

2.1.1 Hartree-Fock process
The Hartree-Fock method is one of the least computationally expensive 4b

initio quantum chemical methods available 82120 Having specified a molecu-

lar geometry, a basis of atomic orbitals is generated to describe the system
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as discussed above. The overall electronic wavefunction is treated as a Slater

determinant of molecular spin-orbitals, themselves a linear combination

i) = Y 7 (8) (21.11)

J

of the atomic basis orbitals x; with expansion coefficients ;. Invoking the
variational principle, the (Hartree-Fock) molecular orbitals will be the linear
combination that minimises the expectation value of the electronic Hamilto-
nian. To solve this computationally, an initial Ansatz set of coefficients cjjare
generated. These can be chosen through a wide range of strategies, but are

constrained such that the molecular orbitals are orthonormal.

Following this, the mean-field approximation is invoked, with the two-electron
interactions treated as the interaction of each electron with a static electric
field. This allows for an effective Hamiltonian to be described for the sys-
tem, and thus the energy of the Ansatz state obtained. By variationally min-

imising this energy, we obtain the Hartree-Fock equations

Fqbi = ¢;pi, (2.1.1.2)

where ¢; are a set of new linear combinations of the original atomic basis
orbitals (which form a set of one-electron molecular orbitals) and F is the
Fock operator, the matrix representation of which is efficiently generatable
and diagonalizable. Consequentially, diagonalizing the Fock matrix yields a

new set of molecular orbitals for the system.
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The initial Fock matrix depends on the initial Ansatz state chosen. Assuch, a
new Fock matrix can be generated from the new molecular orbitals, and the
process repeated. This entire sequence is repeated until self-consistency is

achieved. For this reason, the method is often referred to as the self-consistent

field method.

Once self-consistency is achieved, the final molecular orbitals — which diag-
onalise the final Fock matrix — are the Hartree-Fock molecular orbitals, often
referred to as the canonical molecular orbitals. Chemically the eigenvalues
can be related to (for example) ionisation energies through Koopman’s the-
orem?!, which states that the first ionisation energy of a system is (approxim-

ately) equal to the eigenvalue of the highest occupied molecular orbital.

As this technique neglects electron correlation other than to the extent re-
quired by the Pauli principle, it is rarely considered to yield quantitatively ac-
curate results. However, it is relatively computationally cheap, scaling some-
where between O(N?) and O(N*)?2. Assuch, itis typically used as a starting
point for further, more accurate methods. As discussed above, the quantum
algorithm — along with many classical computational methods — cannot use
a standard basis set of atomic orbitals to describe space, as these are typically
non-orthogonal. Assuch, the Hartree-Fock molecular orbitals are often used
as a basis in which to perform further calculations, as in the case with the ma-
jority of the analysis described in this thesis. In addition to their orthonor-
mality, the true electronic ground state often displays significant overlap with
the Hartree-Fock ground state. The advantage in this is twofold: firstly, in

these cases, there is an obvious physically relevant “first guess” for more ad-
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vanced approaches — the Hartree-Fock ground state. Additionally, in this
basis, said first guess will be a Fock state given by the occupation numbers of
the N, lowest energy orbitals being 1, where N, is the number of electrons.

This aids in state preparation, as discussed in Section

These are not the only possible choice of orthonormal basis set, although
they do form the principal choice in this thesis. As discussed above, Lowdin
orthogonalised atomic orbitals are an orthonormalised set of localised or-
bitals which maximise overlap with the original atomic orbitals. The sm-
ALL_DATA set (discussed in Chapter[) also contains calculations performed
in a basis of natural orbitals. These are the orbitals which diagonalise the one-
electron reduced density matrices calculated from a post-Hartree-Fock (al-
though still tractable) level of theory. Although other work has considered in
detail the use of these types of basis for the quantum simulation of quantum

38193

chemistry®®3,this was not the focus of this project, and thus we do not per-

form such an analysis here.

It should be noted that many of the typical use cases for a quantum approach
to quantum chemistry will be in systems which are not adequately described
by the Hartree-Fock process, or by more advanced classical computational
techniques. Much work has been performed to assess whether an alternative
basis would be desirable in these cases/£%93 Regardless, many systems exist
for which classical computational methods yield a reasonable accuracy, but
still with a clear benefit to be gained from the use of a full configuration in-
teraction level approach. Itis in these cases that a quantum approach would

see the most value.
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22 Integrals

In order to represent the Hamiltonian, the /;; and b, integrals present in
the molecular Hamiltonian (eqn. (2.0.0.1)) must first be determined. In this
thesis, we use the notation of Whitfield, Biamonte and Aspuru-Guzik®%.,

The one electron integrals are given by

. 1 Z,
by = /dx%i (x) _EVZ - Z — 2%i(x), (2.2.0.1)

o, X

with the two-electron integrals being given by

b = / . X2%?(Xl)%;(XZ)%/e(Xz)%l(Xl)' (1203)

71,2

Here, o indexes the nuclei, Z, is the nuclear charge, 7, . is the distance between
the electron and nucleus, 74 is the distance between the two electrons and
x(x) is the spin-orbit position representation wavefunction for a given basis

state.

Crucially, each integral can be classically computed efficiently, particularly
when using a spatial basis derived from Gaussian functions. They are, how-
ever, numerous. At first inspection, the number of terms in the electronic
Hamiltonian - and thus, the number of integrals — would appear to scale
quartically with the number of spin-orbitals considered. To an extent, this is

notasignificant problem for a quantum algorithm. While a quartic scaling is
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significant in comparison to linear cost methods, it is small in comparison to
high accuracy classical computational methods. As the goal of the quantum
algorithm is to obtain highly accurate (i.e. to the level of full configuration
interaction) results, it is presumed that sufficient classical computing capa-

city would be available for this task.

Furthermore, much symmetry is notable in the structure of these integrals.
If we assume that the basis orbitals are real (as is typically constructed for ease

of calculation), from inspection we have that

ikl = itk »

bijer = Priji (2.2.0.3)
and thus we have an eightfold symmetry
bij/el = hjilk = blkji = b/elij = b/elji = blkij = hijlk = bjikl: (22.0.4)

which cuts down the number of unique integrals required by a factor of 8.

Similarly, symmetries of the molecular geometry can be invoked here in order
to reduce the number of integrals required. These methods are well-studied
and used in many traditional quantum chemistry packages to reduce com-
putational cost. The crucial point here is that there are no inherent scaling
difficulties with respect to the generation of integrals, and that they may es-

sentially be treated as classical input into the quantum algorithm.
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2.3 Mapping electrons to qubits

In generating a quantum circuit to simulate the electronic Hamiltonian, the
first task is to translate the electronic basis states into states of qubits. In do-
ing so, we must also find an appropriate representation of the operators that
constitute the electronic Hamiltonian - i.e. the creation and annihilation op-
erators acting on the molecular orbital spaces. The canonical method of per-
forming this task is the Jordan-Wigner transformation. Other constructions
have been examined 7878982195 1pp particular, we consider the Bravyi-Kitaev

transformation in Chapter [4/and

The initial premise of the Jordan-Wigner transformation is simple. For an
analysis of N spin-orbitals, we use a system of N qubits. The qubits are used
to store the occupation number of each spin-orbital. As electrons are fermi-
ons, each spin-orbital can only be singly occupied, thus occupation numbers
can only be zero or one. In this scheme, if spin-orbital ; is unoccupied (i.e.
has an occupation number of 0), then its corresponding qubit is in the |0)
state. If spin-orbital j is occupied (i.e. has an occupation number of 1), then
its corresponding qubit is in the |1) state. Collectively, this generates a basis
that spans the combined space of all qubits. For example, in a simulation
consisting of four spin-orbitals, the state where the first and third orbitals
are occupied is represented by the [1010) state. This basis is called the occx-

pation basis2®

From a chemistry perspective, it is important to note that the qubit Fock
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space represents all possible electronic configurations, with no consideration
given to antisymmetrisation or even fixed electron number. This is in con-
trast to classical computational approaches in quantum chemistry, where a
reduction in computational cost is often achieved by restricting the space to
only that with the physically appropriate number of electrons, and antisym-
metrisation is enforced through the use of Slater determinants. Here, anti-
symmetrisation is instead enforced through the anti-commutation relations
of the creation and annihilation operations, discussed below. Quantum ap-
proaches involving restricting the subspace of study have been examined,
although we do not consider these here 7273 Note that as all terms in the
electronic Hamiltonian (eqn. (2.0.0.1)) commute with the number operator
(and thus the total electronic Hamiltonian commutes with the number op-
erator), conservation of electron number is implied, and thus eigenstates can-
notbe combinations of states with variable particle number. Asthe Hamilto-
nian represents the actual physics of the molecule, the ground state will cor-
respond to the correct particle number, without the need for its explicit spe-

cification[]

For reasons that will become apparent in comparison to other mapping sch-
emes (in Chapter[4), it is instructive to consider the matrix that transforms a

vector of occupation numbers f to a corresponding vector of states of qubits.

It should, however, be noted that with small basis sets, the basis set error can lead to
unexpected results. For example, using an STO-3G basis, the aluminium ion is predicted
to be more stable than the aluminium atom, and thus the ground state of the aluminium
atom is predicted to have 12 electrons. For the purposes of morale, it is important to
bear this in mind prior to testing numerical results against reference full configuration
interaction calculations.
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In the case of eight qubits this matrix is given by

100000 0 ol[pl [A
0100000 o0lA] A
0010000 o0|al |p
0001000 0f|Al_lAl 0
0000100 o0l|al |A
00000100l |A
00000010l |f
0000000 1| A

Here, the vector on the left hand side is a vector representing the occupa-
tion numbers of spin-orbitals (f; is the occupation number of the jth spin-
orbital), and the vector on the right hand side is a vector representing the
states of the qubits. The matrix that transforms the former to the latter is

then the identity matrix of dimension N.

2.3.1 Jordan-Wigner operators

Having found a description of electronic states in terms of states of qubits,

the next task is to represent the electronic creation and annihilation oper-
) . ¥

ators as operators on the qubit space - i.e. the 4; and 4; of eqn. (2.0.0.1).

As stated above, in contrast to traditional quantum chemistry approaches

where antisymmetrisation of the final electronic states is enforced through

restricting the available state space, here we instead enforce this requirement
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through the anti-commutation relations of the fermionic operators. Where
i

i and j are different, we note that aia; = —aja;, éZjdj = —aja;, and so on,

as necessary to introduce the required sign flip for anti-symmetrisation. Set-
ting i = j results in #;4; = —a,a; and thus a;a; = ozjaj = 0, recovering the

Pauli exclusion principle, requiring that the spin-orbitals can only be singly
T

occupied. It then follows that ﬂiﬂj + a; a; | acting on a state will resolve to
the identity, as one term will be immediately resolve to 0 (due to either at-
tempting to create an already existing state or annihilate the vacuum), and
the other creates and immediately annihilates a state (or vice versa). These

relations can be more elegantly written as

{ana} = {alaf} = o0,

{ai, a]T} = 9;1. (2.3.1.1)

For the quantum simulation to accurately represent the physics of the fermi-
onic system, any representation of the fermionic creation and annihilation
operations must maintain these relations. In order to represent their actual
creation and annihilation operation, they must clearly also implement the

appropriate action

0710y = 1) 0|y =0
0710y =0 Oy =10y

(2.3.1.2)
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At first inspection, the standard Pauli plus and minus operators

0=y (0l =5 (X~ ),
0 =0y il =5 (X + 1) (303)

should suffice. However, these only act on the specific qubit which is being
created or annihilated. As such, these operators corresponding to different

qubits must commute. As a consequence of this they do not fulfil the anti-

commutation relations, eqn. (2.3.L.1).

To resolve this, an example is instructive. In a six spin-orbital system, con-
sider the action of 23 on the state with orbitals o,1, 3 and 4 occupied. The
operator 43 can be sequentially commuted through, introducing a sign flip
at each step according to the anti-commutation relations

a3 (zzgafﬂ;az |v¢zc>) = —ﬂgﬂgﬂrﬂgﬂz |vac)

agﬂfﬂyz;&z}; |vac) = ﬂgﬂjdz |vac) , (2.3.1.4)

where the final line has implemented the required annihilation operation.
It is thus apparent that the practical impact of the imposition of the anti-
commutation relations is to impose a sign flip depending on whether the
sum of the occupation numbers of the orbitals with lower index is even (no
sign flip) or odd (sign flip). On a quantum device, this behaviour can be

emulated by adding a string of Pauli Z operations to all qubits with index
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lower than j. As such, we have

1 .
+ .
a; = 3 (XJ—ij) 7%,
1 .
4= 3 (X +iY)) ® 29, (23.1.5)

the Jordan-Wigner transformation ®Z By taking products of these, a Hamilto-
nian acting on qubits can now be generated, which is equivalent to the elec-
tronic Hamiltonian. After some algebra, the form of this qubit Hamiltonian
can be reduced to a weighted sum of strings of Pauli operations. It is use-
ful here to consider an example. For molecular Hydrogen using an STO-3G

basis set, the above process yields the Hamiltonian

H = - 0.812617 + 01712007 + 0.1712007 — 0.222800%
— 0.222800% + 0.16862070% + 0.1205505 0% + 0.1658705 07
+0.165870%07 + 0.120550%50F + 0.1743505 05
— 0.045320,0) 070 + 0.0453205 00, 0
+0.045320, 05 0y 0y — 0.0453205 05 0 o) (23..6)

with the exact values of the weighting constants being dependent on the
bond length chosen. Here, the superscript on each ¢ operator determines
the type of Pauli operation to be applied, and the numerical subscript indic-
ates which qubit the operation is applied to. The crucial fact here is that the
individual terms in this Hamiltonian are guaranteed to be strings of Pauli

operations.
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While this scheme allows for the simulation of an N spin-orbital system us-
ing only N qubits (before consideration of utility qubits for phase estim-
ation, error correction and so on), each annihilation or creation operator
applied to orbital i requires a gate being performed on all qubits of index
< 1. As such, O(n) gates are required to simulate an operation on a single
orbital. While this linear scaling does not appear problematic, it must be re-
membered that this is true of every electronic operation in the Hamiltonian
— of which there are (at most) O(N*). As such, it is desirable to reduce this.

We consider schemes aimed at this task in Chapter

24 Trotterization

The above process has allowed us to generate a representation of the molecu-
lar Hamiltonian in terms of Pauli operators. As indicated by Figure the
next stage is to find a quantum circuit that simulates evolution under the

Hamiltonian. In other words, we require a circuit that approximates

A,

U =t (2.4.0.1)

the evolution operator for a given propagation time #. Recall that the qubit
Hamiltonian consists of a weighted sum of strings of Pauli operations. Stand-
ard quantum circuits exist for the exponentiated form for an individual string,
as considered in Section However, it is clear that in general, the strings

do not mutually commute. As such, exponentiating the total Hamiltonian
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is non-trivial. The canonical method for this is through the use of a Trotter-
Suzuki approximation to find a Trorterized unitary. Intuitively, this method
can be thought of as applying the unitary corresponding to each term in se-
quence, rapidly switching between the terms. The overall evolution time
is broken into Trotter steps, thereby controlling the number of times each
term is simulated. With a sufhiciently large number of Trotter steps (that is,
sufficiently rapid alternation between the simulation of terms), an approx-

imation to the true evolution operator of the system can be obtained.
In order to formalise this, we first consider the Lie-Trotter formula

eB = lim
Npg—00

Nrg

(€A/NTS€B/NTS) (2.4.0.2)

By sequentially breaking down the Hamiltonian and applying this formula,

we can generalise to more than two terms

m Nrs
e = lim 1—[ ¢~ Hut/ N , (2.4.0.3)
NT_g—>OO k—l

where 7 is the number of terms in the Hamiltonian. Generalising this to
more than two terms and by sequentially breaking down the total Hamilto-
nian into doublets, for a high enough number of time steps 7 the following

approximation holds?®:

m Nrg

i l—[ ¢ iH it/ Nrs ) (2.4.0.4)
k=1
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Where the Hamiltonian A is a sum of 7 terms H}. Intuitively, this states
that the Hamiltonian can be approximated by rapidly switching between
each term, across the desired evolution time. The exponential of a single
Hamiltonian term can be described easily, as discussed below. Increasing the
number of Trotter steps (N7s) deterministically reduces the error incurred

by this approximation, but with commensurate increase in circuit length.

A second order Trotter-Suzuki approximant

” 1 Nrs
i 1—[ e~ iHrt/2NTs 1—[ ¢ tHit/2Ns (2.4.0.5)
k=1 k=m

can be obtained by symmetrising the first order approximant. Higher or-
der terms can be built recursively98. By collecting constants into a generic

constant x, eqn. (2.4.0.5) can be written as

¢ H x 8§ (x)NTS (2.4.0.6)
where
m A 1 A
S(x) = l_[ e n Pl (2.4.0.7)
k=1 k=m

Higher order approximants are then given by®?

Sa(xx) = $2(22%)*S2((1 = 422)x)S2(22%)*
So(x) = Sp(2ex)* Si((1 — 424)x) S (z4%) (2.4.0.8)
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Increasing the Trotter order (2k) will yield reductions in error. However, the
overall number of gates needed to simulate higher order Trotter approxim-
ants increases substantially. The gate cost of the second order approximant
is double that of the first order approximant. An inspection of eqn. (2.4.0.8)
shows that the fourth order formula increases it tenfold. Choosing an appro-
priate strategy for simulation is then a three-way trade-off between the order
of Trotter-Suzuki approximant, the number of time steps, and the need to

minimise the overall circuit length.

Although equivalent to the solution of the original eigenvalue problem (and
thus intractable for large system sizes), for our analysis, we can gauge the
quality of a given Trotter-Suzuki approximation by comparing the effect on
an eigenstate. If a true evolution operator U has the eigenvalue relation-
ship

Oy = By (2.4.09)

then an approximate operator U’ will cause the evolution

Uy = B, (2.4.0.10)
and thus: .
WU ) =YY, (2.4.0.10)

MU )
||

This gives us a Trotterized estimate of the eigenvalue, E:J,' Comparing this

/

arg = —E\bt. (2.4.0.12)
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against the true eigenvalue gives the Tivtter error. Analysis of the factors

influencing this Trotter error forms a substantial part of the discussion of

Chapter

The eigenvalue estimate is always yielded as a phase. Consequentially, to
avoid aliasing, care must be taken to ensure that Eipz‘ is within the interval of
0 and 27. The overall evolution time must be tailored such that this is the
case. This requires a rough estimate of the eigenvalue, for which the Hartree-

Fock energy is typically sufficient.

The error introduced by the use of Trotter-Suzuki formulae is dependent on
the number of Trotter steps used, but also (perhaps unexpectedly) the order
in which terms are simulated. This fact motivates the search for ordering

schemes that reduce Trotter error, and is the subject of Chapter

2.4.1 Circuit description

Having obtained an analytic form of an approximate evolution operator, the
next step is to describe it in terms of a quantum circuit. Fortunately, circuits
that perform this task are well known2¢ Again, note that each individual
term in eqn. consists of an exponentiated weighted string of Pauli
operations. First, consider the instance where the Pauli string consists of one

Pauli Z operation, with the rest of the string consistent of identity operators.

64



2.4. TROTTERIZATION

FIGURE 2.2.:
A circuit to exponentiate a

string of Pauli Z operators.

q
S

S
S

S

Rz | N
Here, the exponentiated form of this

-5
R(9) = e = [67 ?9] (2.4.1.1)
0 ez
is a rotation of an angle given by the weighting constant. As such, we can
effect such a term with one R, gate applied to the qubit to which the Pauli
Z is applied to. This can be extended to a string of Pauli Z operations by
observing that in this case, there are only two possible outcomes. Where the
parity of states of the relevant qubits is even, the individual operations will

cancel out, whereas if the parity is odd, they will not.

The overall action can be performed in three steps: the overall parity is com-



FIGURE 2.3.:
A circuit to exponentiate a
string of general Pauli operat-

ors — specifically, in this case,
ZoN2, X5
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R,

puted using a chain of CNOT gates, the appropriate rotation gate is applied
to one qubit, and then the parity is decomputed. Figure 2.2/ demonstrates

this overall circuit.

To extend this to an exponentiated string of arbitrary Pauli operators is relat-
ively simple. The overall procedure is the same, but each qubit is first trans-
formed into the appropriate basis, by the means of /7 and Ry gates. After
performing the decomputation of the CNOT chain, the transformed qubits

must similarly be rotated back to the computational basis. A circuit to per-

form this is shown in Figure

. . . g N
As the Trotterized unitary is a sequence of individual exp (®n:0 Pn) oper-
ations, generating a circuit for the simulation of the whole unitary is simply
amatter of chaining these individual circuits together. Computationally, de-
termining the overall circuit length is then a matter of counting the number

of gates in this composite circuit. Overall, this procedure has allowed the
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generation of a circuit which simulates the action of the total unitary evolu-
tion operator of the electronic Hamiltonian, as required by quantum phase

estimation.

2.5 Phase estimation

The above theory has allowed for a description of the unitary evolution op-
erator of the electronic Hamiltonian in terms of a quantum circuit, i.e. U(z).
From this, we require an algorithm which obtains eigenvalues of the elec-

tronic Hamiltonian.

The guantum phase estimation algorithm, constructed independently by Kit-
aev®and Abrams and Lloyd®®is a method of achieving this task. Most rel-
evant for the present task, the latter of these was in the context of simulating a
quantum system. Although consideration of the phase estimation algorithm
in and of itself was not a focus during this project, we briefly review it here

for context.

The quantum phase estimation algorithm is in essence a method for estim-
ating the eigenphase of a unitary operator. In turn, this method obtains the
eigenvalues of Hermitian operators. The algorithm requires a controllable
black box circuit that implements the correct unitary operator, a register to
encode the eigenstate |1]/), and an extra register of N qubits, where N is

the number of desired bits of precision. In the present case, the controllable



FIGURE 2.4.:

The phase estimation circuit.
The upper register is the
phase estimation  register,
initialised in the |0) state.
The lower register stores the
qubit representation of the
electronic ground state.
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black box is provided by the procedures above. The register containing the
eigenstate (or a close approximation thereof) must be explicitly prepared. We
discuss this task in Section Figure|o.4|illustrates the entire circuit for a
precision of three bits[] In addition to the eigenstate register, the phase es-

timation register is initially prepared in an equal superposition of all states

2N

\% ELIVS (25.01)
x=0

by applying Hadamard gates to all N qubits. Following this, the successive
powers of two of the controlled unitary black box are applied to the eigen-
state register, according to Figure This applies the black box the number

of times given by the binary representation of the index of the qubitin the es-

“In an actual experiment, a larger register — and thus a higher precision — would be used.
Three bits of precision are used here for the sake of clarity.
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timation register for each term. In other words, where we have an eigenvalue

relationship

Hy = Ey 1)

(2.5.0.2)

for a Hamiltonian A, the unitary black box causes corresponding evolu-

tion
Uldy = 1y,

and thus we have the overall post black box state given by

2N_1 2N

1 Ay _ 1 —iE  xt
ﬁ;xmu |¢>—ﬁ;e Evt 1) @ ) .

Finally, the inverse quantum Fourier transform

2N

T 1 —iE  xt
OFT ﬁ;‘e Y |x) ® | )

2N_12N

1 2w )
=% 2, 2RI e )
x=0 »=0

is applied. We note that:

2N 2N

Z f%x'ye_’f*lfxr = Z (e_%y_iE\V)x

x=0 x=0

(2.5.0.3)

(2.5.0.4)

(2.5.0.5)

(2.5.0.6)
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This can be summed as a geometric series

N _ . N . N

20-1 2]7:;}’ iEyt x 11— 6—27rzy—2 iEyt 1— 5_27”)/5_2 iEyt

Z (6 2 ) = 27, iE = 2mi, ¢ (24-5~0.7)
=0 1—¢ NV | — o oNIiEyt

noting that yisan integer and thus e 72"? = 1. Combining with eqn. (2.5.0.3),

the post-algorithm state is

2N_1 1 _ —ZNZE\LZ‘
N Z | 2]7(;), Ly 7)) ® ). (2.5.0.8)
—e

When the exponential in the denominator of eqn. (2.5.0.8)) approaches 1

(2.5.0.9)

the amplitude of the corresponding state is maximised. For this approxima-
tion to become an exact equality (and thus yield a somewhat problematic in-
finite amplitude for a given state), the size of the phase estimation register N
would have to be infinite. Thus, we have a maximised amplitude where:

2w
Ey ~ N (2.5.0.10)

Finally, as indicated in Figure the phase estimation register is measured.
The most likely outcome of this process yields a binary representation of Ey,.
The precision of this representation is limited only by the size of the phase

estimation register, although this itself is constrained by experimental difh-

70



2.5. PHASE ESTIMATION

culty. Due to the increasing powers of the controlled unitary black box, the
procedure scales exponentially in gate count with respect to the desired pre-
cision. This would be problematic if the required precision scaled with the
number of qubits. However, in chemical problems, the required accuracy is

fixed, removing this as an impediment.

2.5.1 State preparation

While the above discussion assumed that the exact ground state [) is pre-
pared, it is easy to show that this is not a strict requirement. Expanding the

prepared state |'¥') in the true eigenbasis

2N-1

V) = Z i (2.5.1.1)

and performing the above analysis, we note that the same result is prob-
abilistically obtained, with the probability of success being given by |c;|*.
Consequentially, the desired eigenvalue estimate can be efficiently obtained
provided that the prepared state |'¥) has polynomial overlap with the true

eigenstate.

Unfortunately, it is not necessarily a given that such a state is preparable. Ef
ficient methods for state preparation are an ongoing subject of research. One
approach is to use the Hartree-Fock ground state as the guiding state. In a

basis of canonical molecular orbitals, the Hartree-Fock ground state will be a
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Fock state. This makes it simple to prepare on most quantum architectures.
However, while this is likely to be an acceptable choice in many chemical
scenarios, it is known that in some cases (particularly in weakly bound sys-
tems where the quantum approach will likely be most useful), the overlap
of the Hartree-Fock ground state and the true ground state is exponentially

small.

One alternative is to prepare the state adiabatically, as initially proposed by
Aspuru-Guzik, Dutoi, Love and Head-Gordon 5463101 Here, the final self-
consistent Hartree-Fock Hamiltonian is mapped to quantum operations,
and the qubits are prepared in the Hartree-Fock ground state. Initially, the
Hartree-Fock Hamiltonian is applied. By linear interpolation, the applied
Hamiltonian is gradually adjusted into the full electronic Hamiltonian given
by eqn. (2.0.0.1). This is performed sufficiently slowly so as to obey the adia-
batic theorem. This ensures that the qubits stay in the ground state of the
interpolated Hamiltonian at all times, such that the final state is given by the

ground state of the full Hamiltonian as required.

Other approaches have been developed to deal with state preparation. These
include those based on truncated configuration interaction performed on a
classical computer 3 For brevity, the details of state preparation is not dwelled

upon here.
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2.5.2 lterative phase estimation

The canonical phase estimation procedure requires a register of N extra qub-
its in addition to those used to store the electronic state, where the desired
level of precision is 1/2N. While this would likely not be problematic for
large-scale quantum devices, it presents a difficulty for experimental demon-
strations of these techniques on currently available small devices. As such,
most experimental processes have used the iterative phase estimation algor-
ithm 599452 Although was not the topic of the present investigation, we

(briefly and non-rigorously) review this here for context.

The iterative phase estimation algorithm is a modification of the canonical

phase estimation algorithm. If we expand the desired phase as a sum of in-

dividual bits
= @ + ﬁ + & + ... (2.5.2.1)
2 4 8
then each U? subcircuit in Figure is considered to set register qubit |e;)
into the appropriate value of &; for each bit in the expansion. Thus, whereas
the canonical phase estimation procedure stores all bits in their correspond-
ing qubits prior to readout, it would be desirable to instead sequentially read-

out bits, thus requiring only one qubit in the phase estimation register.

A scheme could be envisaged whereby the size of the phase estimation re-
gister is set to one, and the first controlled U 1 gate applied according to Fig-
ure After readout, this would yield the first bit of the true phase, by. Fol-

lowing this, the same procedure could be applied using the U 2 gate to achieve
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the second bit of precision, and so on. However, the terms in eqn. of
less significance than the bit being studied (b5, for the 7th bit) would result
in this process succeeding only probabilistically. As bits are sequentially read
out, the overall probability of success thus decays with the desired precision,

which is clearly undesirable.

Instead, one can start from the least significant bit. Unless the phase is ex-
actly represented by a binary expansion of up to this level of precision, this
will succeed only probabilistically, as before. However, on the assumption
that this procedure succeeds (which can be guaranteed by repeated trials),
the least significant bit of the phase is now known. Instead of performing
canonical phase estimation for the bits of higher significance, a phase shift
can be introduced so as to remove this bit from the binary expansion of the
true phase, before performing phase estimation to find second least signific-
ant bit. As the least significant bit has been removed from eqn. (2.5.2.1), the

probability of failure is now vanishingly small.

This sequence can then be repeated until the most significant bit of the phase
has been determined, yielding the phase accurate to the desired precision.
Crucially, the chance of failure is now independent of the desired precision,

thus not requiring an intractable number of repetitions of the procedure.

In this chapter, the theoretical methodology for performing the quantum
simulation of quantum chemistry has been discussed. Although all of the
steps necessary for this have been discussed, the focus has been on the aspects

most relevant for the optimisation schemes analysed in this thesis. For the
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sake of clarity, some detail regarding the specifics of these schemes will be

covered in Chapters|4|and
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General Implementations

The analysis presented in this thesis required the development of a not in-
substantial library of code. This chapter attempts to catalogue the relev-
ant sections of this library. Here, the broad approaches and structures used
are discussed. The code is written to allow interface with relevant available
packages (in particular, electronic structure packages and the FermiLib pack-
age™®). The bulk of the library was written specifically for this project, with
pre-existing code noted below. Similarly, the overwhelming majority of the
code was written in Python v2.7.8, with exceptions discussed in their relevant

sections.

There are a variety of ultimate intended outcomes when using the library.
For example, in many cases the intended goal of a simulation is to determine
the length of the quantum circuit necessary to simulate the energetics of a
particular molecule. Alternatively, the Trotter error incurred in simulation
may be required. Due to the wide range of possible endpoints for a process,
the library should be considered as a catalogue of modules, rather than as
a single linear process. Nonetheless, as the aim is typically to simulate or

characterise a quantum simulation, there is an inherent sequential nature to
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how each module is invoked. It is thus helpful to consider each stage of the

code in turn.

The modules roughly correlate to the theoretical picture of how quantum
simulation of quantum chemistry is performed. An overview of the code is
included as Figure Firstly, a separate quantum chemistry package is used
to generate and store the integrals present in the molecular Hamiltonian. In
principle, any quantum chemistry package may be used for this step. Fol-
lowing this, the code translates these integrals into the form used internally,
before generating a symbolic representation of a fermionic Hamiltonian (us-
ing either the Jordan-Wigner or Bravyi-Kitaev transformations). This can
be ordered according to various ordering algorithms. This symbolic rep-
resentation can then be transformed into a sparse or dense matrix repres-
entation and diagonalised to find eigenvectors and eigenvalues, using the
sparseFermions and denseFermions modules respectively. Al-
ternatively, the direct Fermions module can be used to generate a sym-
bolic Trotterized Hamiltonian, and the evolution operator corresponding to
such. The sparseFermions and denseFermions modules can also
be used for this task, generating the Trotterized Hamiltonian and unitary in
matrix form; however, this is typically expensive and unnecessary. From a
symbolic Trotterized Hamiltonian, an object of the Circuit class (con-
taining a set of Gat e objects) can be constructed. These objects have a vari-
ety of useful methods associated with them. These include self-optimisation
techniques and readout of various important properties, most notably the

length of the circuit (i.e. the amount of gates that it contains). Provided
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FIGURE 3.1.:

An overview of the library.
Red ovals denote input and
output data, whereas yel-
low ovals denote intermedi-
ary data that can be used for
testing or referencing. Blue
rectangles denote code mod-
ules, with blue trapeziums
denoting objects that contain

both code and data.
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an input state as a vector (either in sparse or dense form), both Gate and
Circuit objectscanactonit, recurning an outputstate. This effectively al-
lows for the simulation of generated quantum circuits, which is helpful both
when determining error implications of circuits, and for testing the validity
of circuits. Additionally, a variety of analysis modules provide rough code
to assist in performing batch trials, and testing modules provide debugging

functionality. We discuss these modules in sequence.

31 Overlap integrals

The first modules to be considered are readIntegralsand fermilib—
Interface, which deal with the input of molecular orbital integrals ne-
cessary for circuit generation and analysis. The form of these integrals is dis-

cussed in Sectionf.2]

Although other choices of basis have been considered in other works 2593

this project primarily involved the use of canonical molecular spin-orbitals.
These are the eigenvectors of the final Fock matrix obtained self-consistently
through the Hartree-Fock process, as discussed above. Generation of these
integrals first requires generation of these eigenvectors, and thus implement-
ation of the Hartree-Fock process. Following this, the integrals themselves

must be generated.
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While the Hartree-Fock process is conceptually relatively simple in compar-
ison to other quantum chemical methods, there are a variety of subtleties to
consider in its implementation. For example, a method of obtaining an ini-
tial guess state must be considered, and symmetry can be invoked to reduce
the computational cost. As such, the implementation of even the Hartree-
Fock process in an optimally efficient and reliable way is non-trivial. Further-
more, a smorgasbord of well-tested quantum chemistry packages are avail-
able to implement this process. It was therefore desirable to avoid replicat-
ing these efforts, instead focusing on interfacing the code with existing pack-

agcs.

Although the scripts to generate input for, run, and parse output from chem-
istry packages are unremarkable, care must be taken with regards toa number
of subtleties. Firstly, standard quantum chemistry packages typically provide
any integral data in a basis of atomic orbitals (for example, a STO-3G or 6-
31G basis set) as used in the initial stage of a Hartree-Fock calculation. While
these could be manually transformed into the final molecular orbital basis,
it is preferable to ensure that the chemistry package outputs integrals in the

molecular orbital basis, and that these are read in as appropriate.

To save on disk space and CPU time, these packages typically only provide
permutationally unique integrals. Our procedures typically involve small
basis sets and thus significantly lower numbers of integrals than a typical
quantum chemistry calculation. As such, in the readIntegrals mod-
ule, it is more convenient to store all integrals as a two dimensional (for the

one electron integrals) or a four dimensional (for the two electron integrals)
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array. For simplicity, the functions in readIntegrals do not take ad-

vantage of the symmetry, such that the arrays can be easily queried.

Quantum chemistry packages typically output integrals in “chemist’s nota-
tion”, a differing convention for the definition of the integrals wherein two
indices are switched. Specifically, the four-electron integrals in this notation

are given by

[palrs] = / e dxz%p(xl)%q(xl)%r(XZ)%J(XZ), (o)

71,2

whereas the “physicist’s notation” of the integrals is given by:

(pqlrs) = / dx1dx2%P(Xl)%q(XZ)%r(Xl)%j(XZ). (3.1.0.2)

71,2

Furthermore, an inspection of eqns. (2.2.0.1), (2.2.0.2) and (3.1.0.2)) reveals

that the convention used in the former, and widely in quantum simulation
of quantum chemistry literature is additionally differing from the “physi-
cist’s notation” in that the » and sindices are flipped. Consequently, the three

conventions can be converted between according to the relationships

Bypgrs = (palsry = [pslgr] - (3.1.0.3)

When writing scripts to parse quantum chemistry package output, this must

be taken into account.
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Finally, integrals are typically yielded from quantum chemistry packages in
a purely spatial basis (wherein occupation numbers can be o, 1 or 2). The
readIntegrals module takes this into account by doubling the length

of each array, taking into consideration the orthogonality of the spin states.

While initial stages of this project used the presently discussed code for the
above tasks (in the readIntegrals module), in later sections it was de-
sirable to develop an interface to the FermiLib package and its FermiLibPsi4
plugin, due to its greater functionality and reliability*™ As such, the small
fermilibInterface module was developed. This consisted of a Fer-
miLibMolecule class, which served as a wrapper to FermiLib MolecularData
objects. Various methods are present allowing extraction of the data used in
the code, most notably the molecular orbital integrals. Although in our case
this was used solely to extract integral data in a reliable manner, this interface
code could be useful in future work, particularly with regards to verification

and testing.

3.1.1 Data sets

As the tests aimed to assess techniques when applied across a variety of mo-
lecular systems, sets of molecular orbital integrals were required as input to
the code. Our initial approaches used integrals provided by collaborators”3
In this thesis this set is referred to as the sMALL_DATA set. This included sys-

tems from 2 — 28 spin-orbitals. Unlike later work, in addition to canonical
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TABLE 3.1.: A breakdown of the SMALL _DATA set. A further breakdown is avail-
able as Appendix@ For most of the systems counted here, circuits were
generated using canonical Hartree-Fock molecular orbitals, Léwdin or-
thogonalised atomic orbitals and natural molecular orbitals. Numbers
in parenthesis indicate the number of systems where the impact on er-
ror of Trotter ordering was considered with regards to atleast one choice
of molecular orbital basis, as discussed in Chapter|6| The polyatomic
category includes molecules, ions and radicals.

Qubits I-5 6-10 1-15 1620 2125 26-30 Total
Polyatomic  2(1) o(o) 5(4) o(o) o(o) ofo) 7(s)
Atoms 2(2) 8(6) o(o) 8(4) o(o) o(o) 18(12)
ECPbases 2(1) 4(2) o(o) 9(1) 1(1) o(o) 16(s)
Otherbases 2(2) 7(5) 4(3) 4(0) 3(0) 3(0) 23(10)
Total 8(6) 19(13) 9(7) 21(5) 4(1) 3(0) 64(32)

Hartree-Fock molecular orbitals, it included a choice of Léwdin orthogon-

alised, and natural molecular orbitals. A breakdown of the systems used in

this section is included as Tablefs.fjand Appendix @

After performing analyses using the SMALL_DATA set, it became apparent
that a more comprehensive source of molecular orbital integrals would be
useful for comparing schemes in the classically intractable regime. For this
purpose, Hartree-Fock molecular orbitals and their one and two electron in-
tegrals (b and by of eqns. and (2.2.0.2)) were obtained using the
PSI4 electronic structure theory package™4, the FermiLib PSI4 Plugin™3,

and the fermilibInterface module. These form what is referred
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to in this thesis as the LARGE_DATA set. Integral data was generated for
86 small molecules and atoms. Molecular structures were gathered from
the NIST CCCBDB database™ geometrically optimised at the Hartree-Fock
level. Most systems used a STO-3G basis; however, larger Pople basis sets
were used in 18 trials. Of these, four systems (CH,**, HF, LiH, H,O) using
a3-21G basis set were examined, with the remainder studying H, and HeH™.
Clearly, this choice of basis is insufficient for an accurate solution of the elec-
tronic structure problem. When performing a simulation on a real quantum
device, a larger basis set would be chosen as in conventional quantum chem-
istry methods. Fortunately, the error introduced by the choice of basis is
fixed and independent of the choice of quantum methodology. The bench-
marking procedure described in this thesis is not directly concerned with the
exactenergies predicted. The choice of basis set was therefore chosen to allow
for the simulation of a variety of systems with relatively low computational

overhead.

Details of the systems studied can be found in Table and in Appendix@
They contain a variety of different types of chemical systems, including both
organic and inorganic compounds, and several ions. The systems ranged in
size from 2 (the hydrogen atom) to 56 (the iodine atom) spin-orbitals. Cru-
cially, the larger end of this range exceeds the largest systems that can be sim-
ulated on a classical computer using direct diagonalisation of the full config-

uration interaction Hamiltonian.

This dataset is still relatively modest in contrast to simulations that would

be performed upon a real quantum device®s; however, it allowed us to main-
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TABLE 3.2.: A breakdown of the LARGE_DATA set. Note that most of the sys-
tems involving a non-minimal basis set were H, and HeH™ systems,
as specified in the appendices. Numbers in parenthesis indicate the
number of systems where Trotter error was considered, as discussed
in Chapter The polyatomic category includes molecules, ions and

radicals.
Qubits I-10 1120 2130 31-40 41-s0 si-6o Total
Polyatomic  1(1)  13(13) 12(3) 4(0) 8(0) 3(0) 41(17)
Atoms 0(4) 7(6) 1(0) 1(0) o(o) 1(0) 20(10)
Tons 2(2)  4G) o(0) 2(0) 1(0) 1(0) 10(5)
Otherbases 4(4) 6(s) s(2) o(o) o(o) o(o) 15(u)

Toral 17 () 30(27) 18(5) 7(0) 9(0) s5(0) 86(43)

tain relatively low computational expense — approximately one week of CPU

time for the longest calculations on the largest examples.

32 Hamiltonians, unitaries and ordering

Having read in the integrals, the code requires some way of representing
qubit Hamiltonians, using either a Jordan-Wigner or Bravyi-Kitaev map-
ping scheme. As discussed in Chapter 2} the qubit Hamiltonian will be a
weighted sum of strings of Pauli X, Y, and Z operators (along with the iden-
tity) acting on each qubit. A logical structure here is to store a list of terms,

with each term storing both the coefficient of the term (as a complex num-
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ber) and a further list denoting which Pauli operator is applied to each qubit.
In keeping with the code of Seeley, Richard and Love??, therefore, Hamilto-
nians are stored as “oplists”. This format is as described above, with each
type of Pauli represented by a base 4 integer — 0 for the identity, 1 for an X,
2foraYand 3 foraZ. Listingshows an example of this format.
L1sTING 3.1: The oplist describing the hydrogen molecular Hamiltonian

using the Jordan-Wigner transformation. The first item in

each element is the coefficient of the term (stored as a

standard python complexr28, with the j denoting the

imaginary part), and the second being a list encoding which
Pauli operations act on which qubits.

(-0.81260998249999994+03), [0, O, O, 011,

0.17120109750000007+03), [0, O, O, 311,
0.17120109750000007+03), [0, O, 3, 011,
0.1686232725+03j), [0, O, 3, 311,
-0.222796615+03), [0, 3, 0, 011,
0.12054612249999999+03), [0, 3, 0O, 311,
0.1658680075+03), [0, 3, 3, 011,

1, 1, 2, 1,

.045321884999999999+03), [1, 2, 2,

2]

0 17]
0.045321884999999999+03), [2, 1, 1, 2]]
1]

011

-0.045321884999999999+03), [2, 2, 1,
-0.22279661499999995+03), [3, O, O,
0.1658680075+03), [3, 0, 0, 311,
0.12054612249999999+03), [3, O,
0.174349485+03), I[3, 3, 0, 0]1]

[[
[(
[(
[(
[(
[(
[(
[(-0.045321884999999999+073), I
[(
[(
[(
[(
[(
[(
[(
An advantage of the use of this format is that code was developed by Seeley,
Richard and Love?? for the generation of Jordan-Wigner and Bravyi-Kitaev
representations of two-fold and four-fold products of electronic creation and

annihilation operators in this format. They similarly developed code for
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the basic manipulation of oplists, particularly with regard to combination
and simplification of severalﬂ Oplists are generated by theelectronic—
Hamiltonian function. This takes five parameters: the number of orbit-
als, the one and two electron integrals (as two and four dimensional nested
lists), a bool indicating whether the Jordan-Wigner or Bravyi-Kitaev map-
ping is to be used, and a bool indicating whether the two electron integrals
require a sign flip. To prevent rounding errors, a level of precision must be
specified under which terms are neglected. For the bulk of this project, this
level was set to 10712, although this likely could be increased without sub-

stantial impact on error rates.

Our strategy here does not retain knowledge of which individual, /, &, / term

in the electronic Hamiltonian (eqn. (2.0.0.1)) generates each term in the oplist.
Instead, all terms are reduced to a list of weighted Pauli strings in the form
of an oplist. This is in contrast to other works, which have maintained the

i, j, k, [ subterms and generated sequential quantum circuits simulating each
of these.®® Our approach somewhat abstracts away the physical significance
ofindividual terms, and may introduce difficulty if a slightly modified Hamilto-
nian was required (for instance, if studying the importance of individual in-
teraction terms). However, performing this abstraction allows us to perform
optimisation and ordering at the level of individual Pauli strings. This allows

greater flexibility when designing circuits used in simulation. Terms in an

"During later stages of this project, when considering large system sizes of upwards 80
spin-orbitals, the computational effort involved in manipulating these oplists became
non-trivial. As such, an attempt was made to develop a new, dictionary-based structure,
but yielded only small efficiency gains. This could be considered in future work.
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oplist with non-unique Pauli strings are automatically combined.

From here, three modules can be used to generate further data. The simplest
of these is denseFermions. This contains functions that generate mat-
rix representations of the Hamiltonians stored as oplists. This module makes
extensive use of the NumPy and SciPy**Z libraries for efficiency. Addition-
ally, the unitary evolution operator corresponding to a Hamiltonian can be
generated in matrix form. Trotterization can be performed prior to the gen-
eration of a matrix representation, with the optimal total evolution time
automatically generated provided a reference energy (typically the Hartree-

Fock energy).

Most importantly for this project, the get TrueEigensystemfunction
(essentially a wrapper for SciPy’s Hermitian matrix diagonalisation function)
yields ground state eigenvalues and eigenvectors when provided with an oplist.
This technique is clearly not scalable to large systems, as it is equivalent to the
(factorially difficult) full configuration interaction problem. However, it is

a requirement for the analysis of Trotter errors, as discussed in Chapter

In addition to diagonalisation for the elucidation of eigenvalues and eigen-
vectors, basic manipulation using this approach is trivial. For example, provi-
ded states as vectors, the determination of expectation values is a simple mat-
ter of multiplying the yielded matrices. Specific functions exist to determine
Trotter errors, by comparing the expectation value of a generated Trotter-
ized evolution operator with the eigenstate against the calculated exact ei-

genvalue.
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While this approach is convenient for small systems, these matrix representa-
tions rapidly grow in memory for larger than approximately 15 spin-orbitals,
prohibiting their use. For example, the Hamiltonian for the Methane mo-
lecule in an STO-3G basis would have contained 2% 128 bit complex num-
bers — requiring approximately one terabyte of RAM to store the Hamilto-
nian alone. While computational resources of this scale are available, analysis
of substantially larger systems would have been impossible, and a bulk ana-
lysis of many molecules of this size infeasible. Some attempts were made to
mitigate this by using memory mapped files; however, these resulted in crit-

ical performance reductions.

For systems of intermediate size (approximately 15 to 30 spin-orbitals), the
sparseFermions module is preferable. While largely similar in terms
of functionality, this instead utilises SciPy’s sparse matrix tools to store the
Hamiltonians and evolution operators as Compressed Sparse Column matrices.
As the electronic Hamiltonian is sparse, this greatly reduces the memory
costs incurred. With regards to the determination of energies and corres-

ponding eigenvectors, this is the most efficient option availableﬂ

While this is undoubtedly more efhicient than the denseFermions mod-
ule, it should be noted that generating the evolution operator results in aloss

of sparsity. Consequentially, little benefit is observed here when attempting

" A technical aside: care must be taken to use the correct version of the SciPy libraries. Prior
to version 0.14.0, the variable containing the number of non-zero elements was stored
in a 32 bit integer, limiting the number of non-zero elements in a sparse matrix to 2!
This is problematic for larger systems.
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to consider evolution under the generated Hamiltonians.

The third option - the directFermions module — operates in a dif
ferent manner. Here, the symbolic oplist representation is maintained at all
stages. The action of an oplist (i.e. a Hamiltonian) on a state vector can
be simulated in a multi-stage process. The oplist is first broken into indi-
vidual terms. For each term, the impact of every Pauli operation on the given
state is simulated in sequence, with the coefficient applied as a final scalar
multiplication. The functions which implement an individual Pauli opera-
tion — oneXOnState and onezZOnState - are compiled into C using
Cython. This reduces runtime by several orders of magnitude. While the
state vector does lose sparsity, the overall reduction in the number of stored
values required (a factor of 2) reduces the importance of this fact. These
are the only compiled or platform dependent components of the code, and
this mode can be disabled and (dramatically slower) standard Python func-
tions used. Y operations are performed by running X and Z sequentially,
with the appropriate phase shift. The resultant states are summed to yield a

final state acted upon by the oplist.

The result of this procedure is code which allows for the simulation of the ac-
tion of an oplist upon a state which circumvents the generation of a full mat-
rix representation of the oplist. This avoids the dramatic memory costs asso-
ciated with this process. Runtimes are reduced commensurately. However,
this does not allow for the determination of eigenvalues and eigenvectors — a
state which is to be acted upon must be provided, for instance from diagonal-

isation using the sparseFermions or denseFermions module. In
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LISTING 3.2: A function to implement one X gate on a state vector

def oneXOnState (numpy.ndarray[INDEXTYPE_t, ndim=1]
indices, xIndex) :
cdef unsigned int xIndexStatic = xIndex
cdef unsigned int qubitMask = 1l<<xIndexStatic
cdef unsigned int maxIndex = len(indices)
cdef unsigned int 1
for i in range (maxIndex) :
indices[i] = indices[i] » qubitMask
return (indices)

a sense, this can be considered to be a more faithful simulation of how an
actual quantum simulation would be performed, in that the initial state to

be studied must be explicitly prepared.

Trotterization here requires three steps: firstly, the terms are ordered and
multiplied by factors so as to yield the appropriate Trotter-Suzuki approx-
imant, given by eqn. (2.4.0.8). Following this, each term is exponentiated.
Finally, terms are multiplied together to give the overall Trotterized evolu-
tion operator. The code allows for calculation of Trotter approximants of
any order of form 2N where N is any positive integer. As the cost of the
use of Trotter-Suzuki approximants scales exponentially with the Trotter or-
der, this remains untested for Trotter orders greater than 4. Prior work has
suggested that there is little to be gained from extending analysis beyond the
fourth order Trotter-Suzuki approximantZ?It should be noted that an oplist
generated through this technique corresponds not to a direct Pauli string,

but rather to the exponent of each individual unitary within the Trotter se-
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quence.

Some attempts at determining the action of Trotterized unitaries — and thus
Trotter errors, when compared to exact eigenvalues — resorted at this stage to
the use of matrix methods. However, unlike prior attempts, if a state vector
to be acted upon is specified, there is no need to generate the entire unitary
in this form. Each individual Trotter term can be generated in matrix form,
exponentiated, and allowed to act upon the state vector specified. This pro-
cedure can be iterated through the entire unitary, discarding each term after
it is applied. This cuts down storage requirements, as only one exponen-
tiated term and one state vector must be stored at any time. Each term is
subject to the loss of relatively little sparsity. It should be stressed that this
technique requires the explicit specification of the starting state, thereby lim-
iting any Hamiltonians to be studied to those where eigenvectors can feasibly
be found through diagonalisation. This is to be expected, as tractably avoid-
ing this problem would be tantamount to solving the electronic structure
problem itself, thereby entirely nullifying the advantage of using an actual

quantum device.

However, later efforts revealed that even this method required an infeasible
amount of computational resources. Even the simulation of methane (18
spin-orbitals) was impossible when including all terms in the Hamiltonian,
provided 16GB of RAM and several days of CPU time. Instead, it was desir-
able to remove any necessity of the determination of matrix representations
for anything other than the state vector itself. For this, note that the oplist

can be further manipulated to provide an oplist corresponding to the evol-
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ution operator in terms of direct strings of Pauli operations. If we define a

Pauli string operator

N
P= ® gf(ﬂ , (3.2.0.1)

where N is the number of qubits and p(;) is some map which shows which
type of Pauli operation (or identity) is to be applied to qubit 7, and a}p D i
the Pauli operation of type p(;) applied to qubit 7, then by simple Taylor
expansion we have:

A

¢’ = cos(a)] + isin (a)P. (3.2.0.2)

Performing this yields an oplist corresponding to the overall Trotterized unit-
ary in terms of weighted Pauli strings. This can be manipulated in the same
way as oplist-form Hamiltonians, as discussed above. Maintaining this sym-
bolic representation relieves us of the extreme computational cost of expo-
nentiating large matrices. In addition to the ability to generate quantum
circuit representations (discussed below), this is the principal advantage to
this symbolic approach. While eigenstates must be found through direct di-
agonalisation of the matrix representation of the Hamiltonian, the action of
a Trotterized unitary on such an eigenstate can be determined with relative
efficiency. This is useful for testing, and for the determination of Trotter

€Irors.

At the symbolic oplist representation level, Hamiltonians can be ordered
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prior to Trotterization, for the analysis of the ordering dependence of Trotter
error. Thisis performed using the di rect Ordering module. The mod-
ule contains helper functions required to determine useful properties while
ordering. Forexample, the generateAdjacencyMatrix () function
generates the commutativity adjacency matrix, which is useful when employ-
ing ordering strategies based on the commutativity of terms. Here, each
ordering strategy has its own function (for example, lexiographic or
magnitude) taking an unordered oplist, and returning an ordered oplist.
These can then be fed to the Trotterization code in order to generate ordered

Trotterized unitaries.

3.3 Circuit simulation

The code also allows for the generation of circuit objects from a specified
symbolic Jordan-Wigner or Bravyi-Kitaev Hamiltonian. The oplistTo-
Circuit (oplist) function takesan oplistasinput, returninga Cir—
cuit object. This object containsalist of Gat e objects. These classes form
the backbone of the circuit simulation code. The Gate class describes a
quantum gate. Internally, thisis accomplished by storing the type of gate, the
index or alist of indices of the qubit thatitis to be applied to, and the angle of
rotation in the case of single qubit rotations. For our purposes, it suffices to
restrict our consideration to CNOT, Hadamard, Y-Hadamard (and inverse),

identity, controlled-Z and arbitrary Z rotation gates. Gate objects can gen-

95



3. GENERAL IMPLEMENTATIONS

TABLE 3.3.: A simplified overview of the Circuit and Gate classes.

Circuit
Methods Properties

__init_ (listGates, numQubits) listGates
update () numQubits
addRight (gate)

addLeft (gate)

getReverse ()

getInverse ()

readable ()

act ()

expectationValue (state)

parallelDepth ()

gasm ()

removeGate (index)

numGates ()

cancelDuplicates ()
fullCancelDuplicates|()

find (gate)

dump (filePath)

Gate
Methods Properties
__init__ (gateType,qubits) qubits
readable () angle
gasm () type

getInverse ()

act (state)
sparseMatrixForm()
sparseUnitary (circuitDepth)
checkCommute (otherGate)
canCancel (otherGate)
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erate inverses and matrix representations of themselves, with the latter case
requiring specification of the total number of qubits within the overall cir-
cuit. Importantly for optimisation considerations, when provided with an-
other gate, they can check for commutativity, combinability and cancellab-
ility. Finally — and importantly for verification purposes — if a state vector
is provided, a gate can simulate its action on that state, returning a new vec-
tor. This action is performed directly, without recourse to the generation of
amatrix representation of the gate, cutting on computational cost. The code

to perform this is included in Appendix

The Circuit class is somewhat more complex, incorporating a variety of at-
tributes and methods. Table [3.3l summarises the most important of these.
The mostimportant element here is the 11 st Gates attribute, which con-
sists of a list of Gat e objects which constitute the circuit. Consequentially,
the number of elements in this list is equivalent to the circuit length. This
structure allows for easy iteration over all gates in the circuit, to provide func-
tionality that is not otherwise baked into the Circuit code. Some relat-
ively self-explanatory functionality exists. For example, the addRight and
addLeft add Gates to the right and left hand sides of the circuit, and
getReverse yields the reversed circuit. The act method loops through
the entire circuit, performing each Gate . act on a provided state for every
gate in the circuit, thereby simulating the action of the circuit on such a state.
Methods relating to the parallel depth of the circuit exist, although these are

somewhat untested, and were not used to generate real data in this project.

Most importantly for the purposes of Chapter the cancelDuplica-
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tes method iterates through the circuit, searching for gate pairs that resolve
to unity and removes them. In this process, individual gates can be checked
against gates that follow it for commutativity. If a gate does indeed commute
with its successor, it is checked against gates further in sequence until it hits
a gate that it does not commute with. In other words, the code commutes
each gate as far through the circuit as is possible, searching for and removing
pairs that resolve to the identity (typically self-inverse duplicate pairs). This
commutation is performed according to a set of rules — gates acting on dif
ferent qubits always commute, CNOT gates commute unless one targets the
other’s control, and so on - thus avoiding the generation of matrix repres-

entations of the gates.

The somewhat cryptically named fullCancelDuplicates method
performs the cancelDuplicates methoditeratively, repeating the pro-
cess until self-consistency is reached, thereby ensuring thatall possible cancel-
lations are performed. This procedure is not optimised and relatively slow,
in contrast to other codes intended to develop circuits that would run on
actual quantum devices. However, for our purposes, this stage was not con-
sidered performance critical, as other procedures (particularly generating ei-
genvectors and eigenvalues of the electronic Hamiltonians) dominated com-

putational cost.

Circuit and Gate objects can provide several alternative representations
of themselves. As discussed above, matrix representations of individual gates
can be determined. More usefully, a human-readable representation is avail-

able for debugging purposes. Finally, a QASM™©® representation of gates
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and circuits can be generatedﬂ While this can be used to “translate” circuits
generated by the code into other packages, some gates are defined as simple
text strings, with no reference to their true action. As such, the primary use
of this functionality is for visualisation of circuits using the qasmacirc pack-

age™ This is mostly useful for debugging, and demonstration purposes.

When performing a full analysis using the code (generating a quantum cir-
cuit for the simulation of a molecular system at a specified geometry), it is ne-
cessary to convert the obtained Trotterized electronic Hamiltonian in oplist
form to a Circuit object. This is performed through the oplistTo-
Circuit function, which loops through the oplist, generating Circuit
objects corresponding to the simulation of each term and combining them.
Subcircuits, corresponding to individual terms in the oplist, can be tracked;
however, as this structure is inherently destroyed when performing cancella-

tion of duplicate gates, this functionality is rarely of major use.

This chapter has been intended as a reference for the functionality of the
code used to generate the results of Chapters|sland |6} Although to aid re-
production we have discussed a variety of technical details, the main focus
here is on the output data that can be generated — most importantly, Trotter

error estimates and circuit gate counts.

"This implementation of QASM is relatively simple in contrast to more sophisticated
treatments, such as Open QASME,
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Theory of the Bravyi-Kitaev
Transformation

In Chapter |2} the discussion of the Jordan-Wigner transformation (which
maps fermionic states and operators to states of and operations upon qubits)
noted that it requires a number of gates that scales linearly with the number
of electronic operations. Ideally — as the number of electronic operations
scales in the worst case quartically with the number of spin-orbitals con-
sidered — this would be reduced. In this chapter, the Bravyi-Kitaev trans-
formation, an alternative mapping scheme with asymptotically superior scal-
ing properties, is discussed. Firstly, the theory underpinning the mapping is
described, so as to contextualise the discussion of Chaptersand where a

numerical assessment of the efficacy of the mapping is reported.

Firstly, we consider a simple alternative to the occupation basis discussed in
Chapter This is the parity basis. Limitations of this basis are considered,
before the Bravyi-Kitaev transformation itself is discussed in Section
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41 The parity basis

As discussed in Chapter o}, the Jordan-Wigner transformation relies on us-
ing states of qubits to represent the occupation numbers of spin-orbitals.
If a spin-orbital is unoccupied, its corresponding qubit is in the |0) state,
whereas if it is occupied, its corresponding qubit is in the [1) state. The main
cost of the use of the Jordan-Wigner transformation is the required chain
of Pauli Z operations which apply the correct phase shift depending on the
parity of preceding qubits. To avoid this difficulty, a scheme was envisaged
by Bravyi and KitaevZ® whereby the parity information - rather than occu-
pation numbers — is encoded within the qubits. In this scheme, the mat-

rix transforming orbital occupation numbers to qubit states (in contrast to

eqn. (2.3.0.1) for the occupation basis) is given by:

1000000 o0[p] | f
1100000 Of|A Jo+h
1110000 0l f+hAi+h
1111000 0f[|A]_ ft+thith+f
1111100 0|fa] fH+hA+fh+fi+fi
1111110 0||f fo+thA+h+f+fitfs
1111111 0||f fo+fith+h+fitfi+fe
1111111 1| |pthA+th+h+fith+fe+f]

(4.1.0.1)
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In other words, the state of qubit j is given by the sum 2, k<j Ok> where o is
the occupation number of the jth spin-orbital. An initial assessment proves
promising. If a parity-dependent phase shift is required, this can be intro-
duced in one Z gate. However, updating the qubit states is no longer as
simple as applying a ¢* or ¢~ gate. Here, there are two cases. If the pre-
ceding qubit is in the |0) state (indicating that the sum of the occupation
numbers of orbitals < j is 0), then the jth qubit stores the occupation num-
ber of the jth orbital. If the preceding qubitis in the |1) state (indicating that
the sum of the occupation numbers of orbitals < ; is 1), then the j#h qubit
stores the complement of occupation number of the jth orbital. Thus, in
the latter case, the opposite &* operation must be applied. We also apply a

Z;1 gate to introduce the necessary phase shift. In other words,

B = (10} 40y 7 + 1)1 (Ul ) Z1o1, (4.1.02)

and thus:

]3]'—" = (|O>]—1 <0|‘_1 a}i — |1>j—1 <1|‘_1 0';)
B % (|O>J'—1 (Of—1 (X F113) - 1)1 (Ul (X + zY}))
B % ((|0>1—1 (0ljy = 14 <1|]'—1) X; ¥ in)

1
=3 (ZX;FiY)) . (4.1.03)

This updates qubit j and introduces the necessary phase shift. However,
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4. THEORY OF THE BRAVYI-KITAEV TRANSFORMATION

in this basis, information about the occupation number of spin-orbital f is
stored in all qubits with index > j. For example, note that f, appears in
six rows of the right hand vector of eqn. , as opposed to only one in
eqn. (4.1.0.1). As such, any one fermionic creation or annihilation operation

requires the update of the states of all qubits with index > , and thus:

1
4 = ) Xi | (21X~ i)
k>j

1 .
a; — > @X/e (Zj_lXj + zYJ) . (4.1.0.4)

Unfortunately, it is clear from this that the use of the parity basis also results
in a number of gates that is linear with respect to j. Non-locality in the cal-
culation and update of parity information has been reduced; however, non-
locality in the calculation and update of occupation information has been
increased. However, this approach does yield benefit when combined with
the occupation basis, as discussed below. Prior to discussion of the Bravyi-
Kitaev transformation, it is useful to consider the sets of qubits that are used

when employing the parity basis.

Firstly, the update ser of qubits is, eponymously, the set of qubits whose state
must be updated when an operation is performed, other than the qubit cor-
responding to the spin-orbital acted upon. For example, using the parity

basis, the update set of qubit j consists of all qubits with index > ;. In other
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TABLE 4.1.: The update, parity and flip sets for the occupation and parity bases.

Basis

Set  Occupation  Parity

UG 0 {kle > 7}
PG)  tkle<jr -1
£G) 0 V-1

words, for the parity basis, we have that U() = {k|k > j}.

The parity set is the set of qubits whose sum determines the parity such that
the correct phase shift is implemented. Using the parity basis, this simply
consists of the qubit with index j — 1,1.e. P(f) = {j — 1}.

Finally, as discussed above, in the case where qubit j — 1 was in the [1) state,
the creation or annihilation operation to be performed had to be flipped.
We can thus define a flip ser, being the set of qubits whose parity determines
whether or not this flipping is to be performed. In the case of the parity basis,

this set is identical to the parity set (F(j) = {j — 1}).

Table summarises these sets for both the occupation and parity bases.
Note that these sets do not include qubit 7, as this is handled independently,

as above.
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4. THEORY OF THE BRAVYI-KITAEV TRANSFORMATION

42 The Bravyi-Kitaev transformation

The Bravyi-Kitaev basis?® is, in essence, a combination of both the occupa-
tion basis and the parity basis. An analogy can be made with the Fenwick

trees of classical computer science?*°

, which are an efficient way to balance
the update of elements and the determination of prefix sums of a table. As
with the other constructions, we initially describe the mapping of electronic

states to qubit states.

In this scheme, even indexed qubits are used to store the occupation of the
electronic states, as in the Jordan-Wigner mapping. Similarly to the parity
basis, qubits with indices that are powers of 2 are used to store the parity of
qubits with index < j. However, qubits with odd indices that are not powers
of two are used to store partial sums of sets of qubits. This is in contrast to
the straightforward parity basis, where qubits were used to store the sum of

all preceding qubits.

The qubit with the highest index is used to store the parity of all electronic
occupations. The middle qubit stores that sum of the first half of the elec-
tronic occupations. This procedure is repeated, splitting the qubits in bin-
ary fashion until all qubits are allocated states. To illustrate this process, it
is instructive to consider the transformation matrix taking a vector of spin-

orbital occupation numbers to states of qubits, in comparison to eqns. (2.3.0.1)

and (4.1.0.1). Here, for clarity, we use a basis of 16 spin-orbitals, such that the
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4.2. THE BRAVYI-KITAEV TRANSFORMATION

transformation matrix is given by

1 oo00000000000000[r] [ A
1100000000O0O0GO0GO0O0 O||A A+h
00100000000O0O0O0O0O||f £
11 1100000000000 O0||Al [
000010000O0O0O0O0O0O0O||fA fi
0000110000000 0O0 O0||f fit+h
000000100000O0O0O0O||f 1
1 1111111000000 0O0[[A_|Zof
000000001 0000GO0O0DO||a|] | £
0000000O0T1100000O[[f fR+f
0000000O0O0OTIO0O0O0 0 0f[fi fo
000000O0O0T1T1T1100 0 O0f[fu oy
0000000O0O0OO0O0T10 0 Of[fi f2
0000000O0O0O0O0O0 1 10 0flfis] [t
000000O0O0O0O0OGO0O0O0 1 0f|fis fi4
111 111111111111 1)|s] [Z2fA

(4.2.0.1

The binary branching structure of this matrix is notable from inspection.
Consider, for example, the calculation of the occupation number of the fi-
nal electronic basis state — that is, fis. Here, we require the state of the final
Bravyi-Kitaev qubit - containing the sum of all occupation numbers. We also

require the state of qubit 7, which stores the occupation numbers of the first
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half of the orbitals. This allows us to calculate the sum of the occupation
numbers of the second half of the orbitals. Then, we examine the state of
qubit 11, which stores f3 + fo + fio + fi. This allows us to determine the
sum fi2 + fi3 + fi4 + f1s. We take the state of qubit 13 to determine fi4 + fis
and finally this can be compared against the state of qubit 14 to yield f;s, as

required. In total, we have required the manipulation of five qubits.

Assuming that a similar number of queries is required for the even indexed
qubits (to determine the parity of the appropriate subset of orbitals), a sim-
ilar analysis shows that the manipulation of five qubits is required for the
determination of the occupation of the first eight states, four qubits for the
preceding four states, three qubits for the preceding two states, two qubits

for the second state and only one qubit for the first state.

This suggests that the number of qubits required increases by one every time
the number of electronic states is doubled, implying that O(log N') queries
are required to determine the occupation of a single state. Similarly, only
O(log N') qubits - the qubits containing the partial sums of relevance - must

be updated for any creation or annihilation operation.

This perhaps provides an intuitive explanation as to the key result of Bravyi
and Kitaev — that this mapping results in a quantum simulative cost that
scales logarithmically with the number of electronic basis states. This is an
improvement on the linear scaling of both the occupation (as used in the

Jordan-Wigner transformation) and parity bases 7>
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In order to put this on firmer footing, we must consider explicitly the trans-
formation of electronic creation and annihilation operators when using the
Bravyi-Kitaev transformation. In order to achieve this (and to demonstrate
the process used to determine these operators computationally), we note
that the matrix which converts Jordan-Wigner states to Bravyi-Kitaev states
can be generated recursively. As the matrix taking electronic basis occupa-
tion numbers to Jordan-Wigner qubit states is just the identity matrix, this
is equivalent to the development of matrices that convert electronic basis oc-
cupation numbers to Bravyi-Kitaev states, as in eqn. . We first define

a matrix 3, with @; = [1]. We then have, in block matrix format,

Bor 0

(4.2.0.2)
sz @23:

‘gzxﬂ =
with T, simply being the y X y zero matrix, but with the bottom row con-

sisting entirely of ones. For example:

T = 0 0
=1 4| (4.2.0.3)
This can be observed to generate the transformation in eqn. (4.2.0.1) as Ti¢.
It should be noted that this process will only generate matrices for systems
with numbers of orbitals that are powers of two. Fortuitously, to generate
transformation matrices for other system sizes is a simple matter of cropping

a larger matrix to the appropriate size.
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In the following discussion, it will also be useful to define the inverse re-

lations to eqns. (4.2.0.2) and (4.2.0.3) - i.e. the relations that generate the

matrices that transform vectors of Bravyi-Kitaev states into spin-orbital oc-

cupation numbers. With 181_1 = [1], these are given by

1 » 0
— _ ZJC (
N 4.2.0.4)

O»x 2,}

2x+l T

with 0, being the y X y zero matrix with a one in the bottom right hand

corner, such as:

0 0 0 ( )
= . .2.0.
'y 0 1 4 S

It should be remembered that all operations here are performed modulo 2.
These relations allow the generation of transformation matrices from the

occupation basis to the Bravyi-Kitaev basis.

4.2.1 Sets of qubits in the Bravyi-Kitaev mapping

In order to generate the mapping of electronic operations to operations upon
qubits, it is instructive to consider the equivalent sets of qubits to those de-
rived for the occupation and parity bases. Before constructing explicit repres-
entations of operators, we describe these in sequence. In order to determine
these sets, we shall in general transform the Bravyi-Kitaev vectors into the
basis most appropriate where the set is known. We first consider the eight

qubit case, where N = 8, before considering the general case.
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Firstly, the parity set, being the set of qubits whose states determine whether
a phase shift is necessary. This will consist of the qubits that contain the par-
tial sums which, when summed, yield the parity of the electronic states with
index less than ;. For this we consider the mapping which takes Bravyi-Kitaev
vectors to the parity basis. The matrix converting Jordan-Wigner states to

the parity basis for eight qubits is given by

7wy = (4.2.1.1)

e =)
e = i =)
_— = = = = O O O
| e e A > B e B e B )
—_— = O O O O O
—_ - O O O O O O
- o O O O O O O

I —t — —t — [

Similarly, the inverse Bravyi-Kitaev transformation matrix (which takes Bravyi-
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Kitaev vectors to Jordan-Wigner vectors)

(1 00000 0 0
11000000
00100000

L o1 110000

*“loo00100 0 (4:2:12)
00001100
00000010
00010111

is obtained through eqns. (4.2.0.4) and (4.2.0.5)). Consequentially, multiply-

ing these matrices yields a matrix

(4.2.1.3)

©C O O O O = = O
©C O O O O = © O
© = = = = O O O
c o o~ o o o o
© = - O O © © ©
o - O O o o o o

-0 O O O O O O

o o 0o O O O © —

which converts Bravyi-Kitaev vectors to parity basis vectors.

When using the parity basis, each qubit £ stores the partial sum of the occu-
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pation numbers of all orbitals with index less than or equal to k. As such, in
order to determine the partial sum of the occupation numbers of the orbit-
als with index less than /, we examine row j — 1 of eqn. . Where the
entries in this row are nonzero, the Bravyi-Kitaev state with corresponding
index will contribute to the partial sum of the occupation numbers of orbit-
als with index less than j. Consequentially, we can ascertain the parity set of
qubit by taking the indices of the nonzero values of row j—1 of eqn. (4.2.1.3)).
Assuch:

PO)=0

P1)={0}
P(2) ={1}

PG = {12} (4.2.1.4)
P(4) ={3}

P(5)={3,4}

P6)={3,5}

P(7)={3,56}

We next consider the update set. To recap, this s the set of qubits which must
be updated upon a change in the occupation of the molecular state indexed ;.
These will be any qubits that store the occupation number f;. We can obtain

this by examining the matrix which transforms from the occupation basis to

the Bravyi-Kitaev basis, given by eqns. (4.2.0.2) and (4.2.0.3). The update

set for qubit 7 will be any nonzero entries in column j, excluding row ;. For
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example, the transformation matrix for eight qubits

(4.2.15)

Bs =

—_ o O O = O = O
—_ o O O = = O O
—_ o O O = O O O
—_ O = = O O O O
—_ O = O O O O O
— - O O O O O O

—- 0 O O O O O O

- O O O = O = =

suggests the following set of update sets:

U®0)={137}
Ul) ={3,7}
U@2)={37}
U@)={7}
U4 ={57}
UGs) ={7}
Ue) ={7}
U@7) =0

(4.2.1.6)

The final set to be found is the flip set, which determines whether qubit ;
stores the occupation number ﬁ or its complement. For even indexed qubits,
this set is empty, as these store only the occupation number f; and thus will

never need to be flipped. For odd indices, the set will contain the indices that
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are in the partial sum of occupation numbers stored in qubit 7, excluding ;

itself. To ascertain this, we take the inverse transformation matrix generated

by eqns. (4.2.0.4)) and (4.2.0.5)

(1 00000 0 0
11000000
00100000
01110000
581:00001000 (4:2.17)
00001100
000000T1 0
00010111

and examine the nonzero entries in the row corresponding to each qubit,
yielding:

F0)=0
F1)={0}
F2)=0
F3)={L2}
F4)=10
F(5)={4}
F6)=0
F(7)={35,6}

(4.2.1.8)

Eqn. (4.2.1.8)) shows the flip set for the Bravyi-Kitaev mapping, yielding all of

the sets that were generated for both occupation and parity bases.
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4.2.2 Bravyi-Kitaev operators

We have now determined all the sets necessary for the determination of Bravyi-
Kitaev transformed electronic creation and annihilation operators. For even
indexed qubits, thisis a relatively simple task. As noted at the start of this sec-
tion, even indexed qubits are used to store only the occupation numbers of
their corresponding orbitals. As such, their flip set is empty, and thus there
is no need to introduce variable behaviour depending on the state of the flip
set qubits. Thus, all that is required is the actual creation or annihilation op-
eration (Qi), the updating of the update set of qubits with a bit flip (via a
Pauli X gate) and the introduction of a phase shift depending on the parity of
the parity set (by applying a Pauli Z gate to each member). For even indexed
qubits, the mapped creation and annihilation operators are then given by

4 = Xy ® OF ® Zpj) = (Xuo') ® X ® Zp) — iXup) @ Y;’®Zp<j>) ;

ai = Xy ®Qj_ ® Zp(j) = (XU(]') ® X; ® Zp;) + iXyj) ® Y; ®Zp(j)) .

NSl NS

(4.2.2.1)

Note that here we have introduced the notation Og(;), being the operation O

applied to each qubit with index in the set §(), i.e. Og(j) = X) e s¢) Ok-

The operators for qubits with odd index are dependent on the parity of the
flip set. When the flip set has odd parity, the occupation of the qubit is
flipped from that of the electronic state. Thus, when the flip set has odd

parity, the creation operator must be applied to the qubit when the anni-
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hilation operator is applied to the electronic state, and vice versa. Defining

projectors onto the even and odd states of a set, S, of qubits:
A 1 A 1
Eg = E ([ + ZS) , O = z ([ — ZS) 5 (4.2.2.2)

we then have new creation and annihilation operators
ALt Ay A AT A 1 .
17 = Q7 ® Erp) — Q7 ® Op) = 3 (XJ ® Zr(j) F zY]) (4.2.2.3)

which express this behaviour. While in the derivation of the parity basis op-
erators, the parity dependent phase shift was yielded by applying a Pauli Z
to every member of the parity set, here a further correction must be made.
The correct Z gates have already been applied to the flip set. As such, we
must only apply Z gates to the members of the parity set that are not also

members of the flip set. We define the remainder set

R(j) = P(j) \ F()) (4.2.2.4)

to address this. Combining these, we have a mapping for the creation and
annihilation operators for odd indexed qubits

T

a4; = Xy @ 117 ® Zrg) = (XU(J')(X)‘XJ'@ZP(J') —iXy(;) ® Yj®ZR(j>) ;

D= o] =

ai = Xy() ® f[j_ ® Zp(j) = (XU(J-) ®X; ® Zpj) + iXyp®Y; ® ZR(J-)) .

(4.2.2.5)
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The only difference between eqns. and is the application of

the final Z operation to the remainder set, instead of the parity set. We define
a final set
_ P(j), jeven
£0) = (+226)
R(j), jodd
such that the Bravyi-Kitaev mapped electronic creation and annihilation op-

erators are given by:

1
T .
4 =5 (XU@ ®X;® Zpj) — Xy ® 1; ® Ze(j)) :
1 .
aj = > (XU(J-) ®X;® Zpj) +iXyp®Y; ® Zé(j)) . (4.2.2.7)

As for the occupation and parity bases, general operators can be construc-
ted through taking products of these qubit operators, allowing for the con-
struction of the mapped electronic Hamiltonian. Specific terms within the
electronic Hamiltonian can be explicitly mapped??, however these yield no

obvious physical insight, and as such are not considered here.

The Bravyi-Kitaev operators (eqn. (4.2.2.7))) consist of operations on the up-
date, parity and remainder sets. An examination of eqns. ,
and shows that these sets contain at most 23 qubits for a given in-
dex. A similar construction can be performed for larger systems7%72. Recur-
sion relations can be generated to simplify the determination of these sets
for arbitrary numbers of qubits.*® Either approach shows that the size of the

update, parity and flip sets (and thus, the remainder set) grows logarithmic-
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ally with the number of qubits in the overall system. As the size of these
sets determines the number of operations in the Bravyi-Kitaev mapped op-
erators, it is thus apparent that the number of gates required to simulate one
electronic operation grows logarithmically with the number of spin-orbitals.
This is a significant improvement on the linear scaling of the Jordan-Wigner
transformation, strongly suggesting that the use of the Bravyi-Kitaev map-
ping would result in shorter circuits when performing a quantum simula-
tion. This fact motivates the work discussed in Chapter which aimed to

quantify this advantage for real chemical systems.

In this chapter, the established theory of the Bravyi-Kitaev transformation
has been discussed. The use of the Bravyi-Kitaev transformation results in
a number of gates required to simulate one electronic operation that scales
logarithmically with the number of qubits, in contrast to the linear scaling
of the Jordan-Wigner transformation. However, this asymptotic superior
scaling says little about the computational overhead, which could harm the
potential of the scheme when performing real quantum simulations. For an

assessment of this, numerical analysis is required.
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Assessing the Bravyi-Kitaev
Transformation

In Chapter the established theory of the Bravyi-Kitaev mapping was dis-
cussed. However, it was noted that it would be desirable to numerically as-
sess the efficacy of the scheme for practical quantum computation. Such an
assessment was the goal of this section of this project. The results of this

assessment are reported in this chapter.

We begin with consideration of a case study — the methane molecule in an
STO-3G basis. The analysis of this section has previously been published as
reference [|80]]. We then examine the transformation using the SMALL_DATA
set described in Chapter Finally, we consider the LARGE_DATA set in the
context of the Bravyi-Kitaev mapping, an analysis which is also reported in

reference [[1r1).
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51 Methane — a case study

The above section described the established theory regarding the Bravyi-Kitaev
mapping. The principle goal of this branch of the present project was the
determination of the efficacy of this scheme for practical quantum compu-

tation.

The first examination of the use of the Bravyi-Kitaev mapping in a chemical
context was performed by Seeley, Richard and Love7?In this, the mapping’s
impact on the determination of the ground state of molecular hydrogen in a
minimal basis was examined. A reduction of approximately 32% of the total
gate count was observed. Notably, this system is the smallest chemically in-
teresting example. It was thus argued that this serves as a limiting case, and
that the Bravyi-Kitaev mapping is likely to be similarly efficient in other sys-
tems. Greater increases in efficiency were expected to be observed in larger
systems, due to the asymptotically superior scaling properties. The aim of
this branch of the present project was to validate and characterise this effi-

ciency gain.

In order to achieve this goal, our initial investigations focussed on a case
study: the methane molecule in a minimal basis. This process catalysed the
development of much of the code described in Chapter 3} which was later
expanded for the analysis presented in the rest of this chapter. Our initial
attempts used the sparseFermions module to generate a matrix rep-

resentation of the electronic Hamiltonian, Trotterizing and determining the
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Trotter error. However, the computational cost of this process required the
neglect of a large number of terms in the electronic Hamiltonian. Initial

attempts

took this approach, studying the length of Jordan-Wigner and
Bravyi-Kitaev circuits for a Hamiltonian comprising of only the 100 terms in

the methane Hamiltonian with the highest magnitude.

In order to expand upon this, later efforts involved the development of the
directFermions module, which allowed for the simulation of the full
Hamiltonian in acceptable time. The results of this were first reported in
reference [80|]. Here, we discuss data yielded from the methane molecule
in the LARGE_DATA set, in contrast to that of reference [80], where integ-
ral data from collaborators was used. Other than the integral data (derived
from a different quantum chemistry package, using an STO-3G rather than
STO-5G basis and a marginally different bond length), our procedures (and,

mercifully, our conclusions) remain the same.

The analysis of methane was conducted using the methane data in the LAR-
GE_DATA set. Integrals were generated using the PSI4 quantum chemistry
package, usinga STO-3G basis and abond length of 1.08301A. Jordan-Wigner
and Bravyi-Kitaev Hamiltonians were generated according to the procedure
discussed in Chapter and were ordered lexicographically (i.e. in ascending
order in terms of the base 4 integer lists in the oplists). The sparseFerm-
ions module was used to determine the ground eigenstate and exact eigen-
value. A Trotterized oplist corresponding to the evolution operator was gen-
erated, and then itsaction on the ground state assessed through thedirect -

Fermions module, allowing calculation of the Trotter error. As extensive
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analysis of the performance of the mapping under circuit optimisation was
not required in this analysis, such optimisations were not considered, and

instead the raw gate counts using each transformation were found.

These simulations were performed repeatedly, varying the number of Trot-
ter steps used in the approximation. The results in terms of total gates are
shown as Figure[s.i Curiously, in terms of total gates, the Bravyi-Kitaev cir-
cuits yield only a very small reduction in overall gate count. This was in con-
trast to the argument of Seely, Richard and Love. 7 1.4% of the gates in the
first order Jordan-Wigner circuit with one Trotter step were saved when us-
ing the Bravyi-Kitaev mapping. Our later work — discussed in Section s.3/—

considers this in more detail.

Observing Figure it is notable that the error incurred through the use of
a Trotter-Suzuki approximation is extremely low, even with the use of only
one Trotter step. Indeed, all of the simulations performed resulted in an
error less than chemical accuracy (1 kcal/mol). This is encouraging for the
prospects of quantum simulation, as it suggests — at least in this instance —
that the number of Trotter steps (which increase the gate count linearly) will
be relatively low compared to previous estimates. It should be noted that in
a quantum simulation, this error would only be obtained when determining

the first bit of the phase estimated energy.

Of interest to the discussion of the Bravyi-Kitaev mapping is the fact that
the use of this scheme consistently results in lower errors than the Jordan-

Wigner mapping. To an extent, it is impossible to discuss this without con-
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FIGURE 5.1.:

Trotterization error as a
function of total gate count
for methane using Bravyi-
Kitaev and Jordan-Wigner
circuits, with a first and
second order Trotter-Suzuki
approximant. Trotter error
is calculated against a refer-
ence value of -53.32722732
a.u. The Bravyi-Kitaev
mapping has a marginally
lower gate count, and results
in an approximately halved
Trotter error. For entangling
gates, the difference in gate
count is more substantial.
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sideration of the ordering scheme employed when performing Trotteriza-
tion. Finally, note that the second order Trotter-Suzuki appears to provide
almost identical results to the first order approximant. This fact informed
our focus on the use of first-order Trotter approximants in later sections of

this project.

The lower plot of Figure 5.1 demonstrates the same plot, but only consid-
ering CNOT gates. Here, we observe a more pronounced difference. The
Bravyi-Kitaev mapping is markedly more efficient in terms of these gates,
reducing the amount by 14% for one Trotter step. The effect is more pro-
nounced at higher numbers of Trotter steps. This is important, as it is ex-
pected that on most architectures, CNOT gates will be markedly less reliable
than single qubit gates. This resultis somewhat to be expected, as the Bravyi-
Kitaev transformation distributes the locality of both occupation and parity
information. The increase in total gate count is due to the large number of
necessary basis change operations required to incorporate the increased com-
plexity of the Bravyi-Kitaev mapping. We return to this fact the following

section.

5.2 Preliminary bulk studies

The analysis of methane highlighted the need for a large-scale assessment
of the merits of the Bravyi-Kitaev mapping. In order to assess the validity

of this, the code used to count gates for the methane analysis was used to
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roughly count gates required to simulate one Trotter step for a large number
of molecular systems. Theinitial analysis was performed for the SMALL_DATA

data set described in Chapter

Our initial assessment was limited, using the process described above to gen-
erate gate counts without generating entire circuit objects. It furthermore
did not consider the error incurred in the use of Trotter-Suzuki formulae,
nor did it consider the impact of ordering choice. Nonetheless, this approach

gave us a simple and indicative comparison of the two strategies.

Figure[s.2Jshows the number of gate savings associated with the Bravyi-Kitaev

7

FIGURE 5.2.:

Preliminary analysis of the
gate savings associated with
the Bravyi-Kitaev mapping
over the Jordan-Wigner map-
ping using the SMALL_DATA
set. The superior scaling of
the Bravyi-Kitaev mapping
does seem apparent at bey-
ond approximately 20 spin-
orbitals, although not be-
fore. The entangling gate
savings are more substantial.
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mapping in contrast to the Jordan-Wigner mapping, as a function of the
number of orbitals involved in the chemical system (i.e. the number of qubits).
Note that there appears to be a clear gate saving associated with the Bravyi-
Kitaev mapping, particularly with larger systems. In light of the analysis on
methane, this was reassuring. This saving is only consistent beyond approx-
imately N' = 20 qubits, which explains the lack of improvement demon-

strated for methane, where N = 18.

Recall that the number of gates scales linearly with respect to the size of the
molecular system in the Jordan-Wigner mapping, butlogarithmically for the
Bravyi-Kitaev mapping. Consequentially, we expect to see a sub-exponential
scaling in the Bravyi-Kitaev gate count improvement. This roughly appears
to be obtained. An even more positive picture is painted when examining

the estimates for CNOT count.

5.2.1 Optimised circuits

In light of the previous results, it should be emphasised that this approach
was extremely basic. For a full analysis, it was necessary to consider optim-

ised circuits. This necessitated the developmentofthe Circuit andGate

code described in Chapter |3}

In addition to optimisation performed through combination of duplicate
Pauli strings, the code implements the gate cancellation scheme of Hastings,

Wecker, Bauer and Troyer.77‘106 Examining two circuits for the simulation
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of a Pauli string, it is notable that the total sequence may involve chains of
duplicate self-inverse gates. These can be removed from the circuit with no
impact upon the overall action of the circuit itself. Savings from this pro-
cedure arise from two factors. Firstly, redundancy in parity determination
is eliminated, as this information is not decomputed after every term in the
Hamiltonian. This results in savings in the CNOT string used to determine
parities. Additionally, basis changes are not decomputed when unnecessary.

This saves on the single qubit / and Y gates necessary to set these bases 16

As discussed above, the fullCancelDuplicates method allowed us
perform this cancellation. This allowed us to yield a more nuanced under-
standing of the relationship between the Bravyi-Kitaev mapping and circuit
optimisations. A reasonable argument would be that such gate cancellation
absorbs the benefits yielded by the use of the Bravyi-Kitaev transformation.

Our analysis enabled us to test this argument.

We first consider the Jordan-Wigner and Bravyi-Kitaev circuits both with
and without cancellation of duplicate self-inverse gates. Initially, the Hamilto-
nians were ordered by the magnitude of their coefticients. This somewhatar-
bitrary ordering was chosen in order to assess the pre-optimisation efficacy of
the Bravyi-Kitaev mapping, and is in contrast to optimised ordering schemes
used in other work and discussed both later, and in Chapter79‘“’6

Figure|s.3| demonstrates gate counts for a single Trotter step of the determ-
ined circuits with respect to the length of the corresponding unoptimised

circuit. As with the preliminary analysis, for the bulk of the systems studied
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FIGURE 5.3.:

Gate count estimates of
optimised circuits using the
Jordan-Wigner and Bravyi-
Kitaev mappings using the
SMALL DATA set with a
magnitude ordering. Upper:
total gates. The optimised
Bravyi-Kitaev mapping sub-
stantially outperforms the
optimised  Jordan-Wigner
mapping and the unoptim-
ised Bravyi-Kitaev mapping.
Lower:  entangling gates.
The Bravyi-Kitaev —map-
ping displays significant
improvement, although
little is gained from gate can-
cellation, showing that the
majority of gates cancelled
are single qubit gates.
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we do see a small benefit from the use of the Bravyi-Kitaev mapping with
unoptimised circuits, which is non-trivial at larger system sizes. With optim-
ised circuits, a dramatically different picture arises. Here, although very short
circuits show no noticeable difference, the Bravyi-Kitaev mapping demon-
strates a clear superiority from even circuits of only 10000 gates in the unop-
timised Jordan-Wigner circuit. With the largest circuits, the Bravyi-Kitaev
mapping results in savings of about 25% of the unoptimised total. These sav-
ings scale up with increasing circuit length, as is to be expected. In thelongest
circuits, the gate savings obtained by the use of the Bravyi-Kitaev mapping
substantially exceed that of the use of gate cancellation alone. This is attrib-
utable to the fact that gate cancellation results in dramatically less savings
than should be expected. In turn, this is due to the choice of a magnitude

ordering scheme, discussed below.

One curiosity of the data here is that in larger circuits, the savings obtained by
performing gate cancellation on Jordan-Wigner circuits are almost identical
to those obtained by using the unoptimised Bravyi-Kitaev mapping. Al-
though it could be speculated that the gates cancelled when using the Jordan-
Wigner mapping are same gates as the CNOTs saved by the use of the Bravyi-
Kitaev mapping, caution should be used here, as our later results contradict

this observation.

Figure 5.3 also shows the number of entangling gates saved by each optim-
isation scheme. The first important observation here is that very lictle en-
tangling gate savings are obtained through the use of gate cancellation while

using the Jordan-Wigner transformation. This suggests that the bulk of the
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gate savings obtained using this scheme are single-qubit basis change opera-
tions. Given that the Bravyi-Kitaev mapping results in an increased number
of these (in favour of reduced CNOT count), this provides an explanation

for the increased level of gate cancellation associated with the Bravyi-Kitaev

mapping.

More generally, the entangling gate savings observed are dramatic when us-
ing the Bravyi-Kitaev mapping, using both unoptimised and optimised cir-
cuits. In the unoptimised case, this is to be expected, according to the dis-
cussion above. As entangling gates are typically considered more difficult to

implement, this could be a principle advantage of the Bravyi-Kitaev map-

ping.

From a fault-tolerance perspective, it is important to note that the majority
of the circuit consists of Clifford gates.36 The central arbitrary rotation gates
in Figure 2.3 are the only non-Clifford gates present. The number of these
remains the same when using either mapping, as this is equal to the number
of terms in the qubit Hamiltonian. Consequentially, if error correction is
to be considered, the T count (an important measure of difficulty for error
correction) remains constant for both Bravyi-Kitaev and Jordan-Wigner cir-
cuits. This implies that the use of the Bravyi-Kitaev mapping or the Jordan-
Wigner mapping does not have substantial implications for the cost of error
correcting the quantum circuits. The observed CNOT savings are yielded
from an increase in single qubit Clifford gates. In most cases, this is likely to

be a worthwhile trade-off.
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Examining the impact of gate cancellation on entangling gate count in the
Bravyi-Kitaev circuits, we observe the same lack of savings obtained for Jordan-

Wigner. This is in keeping with the above discussion.

5.2.2 Impact of Trotter ordering

The observed lack of gate cancellation on the CNOT chains is troubling,
given that gate cancellation is known to reduce gate counts substantially.*® It
is likely that many CNOT strings are being trapped behind non-commuting
gates earlier in their respective CNOT strings. This contradiction is attrib-

utable to the choice of ordering scheme.

Asdiscussed above, the overall goal is to find a minimal length circuit that can
implement the unitary evolution operator of the quantum Hamiltonian. As
no standard circuit for the simulation of the exponentiated total Hamilto-
nian exists, a Trotter-Suzuki approximation (introduced in eqn. (2.4.0.8)))

must be used.

The ordering of terms in this approximation isimportant. Ithasbeen demon-
strated” that the error due to the utilisation of Trotter-Suzuki formulae strongly
depends on the term ordering chosen. Additionally, the number of duplicate
gates depends strongly on the ordering chosen. Both of these factors influ-

ence the length of the overall quantum circuit.

The previous sections utilised a magnitude ordering of Trotter terms. This

ordering is significantly physically meaningful, as terms with higher mag-
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nitude are likely to correspond to stronger physical interactions. However, it

isalso known to be suboptimal in terms of gate cancellation procedures."*®

As the number of potential orderings grows factorially, the problem of find-
ing an optimal ordering scheme is a difficult one. However, ordering schemes
that are superior for the process of gate cancellation can be found, as the sim-
ilarity of sequential Pauli strings - and thus the savings from cancellation - can

be determined when specifying the Hamiltonian.

A lexicographic ordering is expected to maximise the gate savings obtained
through cancellation, as the similarity of adjacent terms is maximised ®® As
the code optimises on the level of Pauli strings rather than fermionic operat-
ors, we also order on this level, with no ordering performed on the fermionic
level. As discussed in Chapter the code stores Pauli strings as lists of base 4
integers. A lexicographic ordering in this scheme is then essentially a bitwise

numerical ordering.

The results using the SMALL_DATA set and a lexicographic ordering are in-
cluded as Figures.4] We observe a markedly different trend to that observed
using a magnitude ordering. Firstly, note that gate cancellation has now res-
ulted in a dramatically reduced overall gate count. Whereas using a mag-
nitude ordering the longest optimised circuits involved around 500000 gates,
they now involve around 200000. This is a reassuring endorsement of gate

cancellation.

Here, in terms of total gate count, the optimised Bravyi-Kitaev and Jordan-

Wigner circuits are roughly equivalent. Indeed, in larger circuits the Bravyi-
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FIGURE 5.4.:

Gate count estimates of
optimised  circuits  using
the Jordan-Wigner and
Bravyi-Kitaev mappings
using the SMALL_DATA
set with a lexicographic
ordering. Upper: total gates.
The trend is dramatically
reversed from the magnitude
ordering, with optimised
Jordan-Wigner circuits
marginally  outperforming
the optimised Bravyi-Kitaev
circuits. Lower: entangling
gates. The Jordan-Wigner
mapping is  marginally
superior.  In contrast to
the magnitude ordering,
large entangling gate savings
are observed from gate
cancellation.
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Kitaev transformation is marginally outperformed by the Jordan-Wigner trans-
formation. This is a remarkable inversion of the previous situation. As this
ordering scheme is optimal for gate cancellation, we can assume that this ad-
ditional cost is due to the increased complexity of the Bravyi-Kitaev mapping

preventing the cancellation of gates.

Inspection of the entangling gate count verifies that the bulk of the newly
cancelled gates are CNOTs. This is in contrast to the magnitude ordering,

where very few CNOT gates could be cancelled.

At this stage, it is tempting to conclude that the Jordan-Wigner transform-
ation in a lexicographic ordering should be preferred in all cases. However,
this conclusion cannot be drawn without consideration of the impact of or-

dering choice on the Trotter error obtained.

5.3 Larger Bulk Studies

While the analysis in Sectionwas useful for determining the direction of
our future efforts, it suffered from several limitations. While some of the
systems studied (included in Appendix[A) involved several atoms, the over-
whelming bulk of the data was from lone atoms. This is arguably not rep-
resentative of examples that are chemically interesting. It was thus desirable
to use a set of molecular systems involving a wider range of types of mo-

lecules.



5.3. LARGER BULK STUDIES

More worryingly, the largest system size considered involved 28 spin-orbitals.
This is within the range of systems that can be studied using conventional
full configuration interaction approaches. As such, the analysis arguably
could not claim to represent systems which would be studied in a meaningful
way on actual quantum devices. A further problem of this lies in the expec-

ted crossover point of the Bravyi-Kitaev’s superior scaling properties.

If we examine the Bravyi-Kitaev creation and annihilation operators (for even
j» although an analysis of eqn. (4.2.2.7)) reveals the following to also hold in
the case of odd f):

1

a} =5 (XU(i) ® X; ® Zp) — iXyp @ X; ® Zp(j)) ; (5:3.0.1)
1

a}L =3 (XU(i) ®X; ® Zpy) +iXyy ® X; ® Zp(j)) . (5:3.0.2)

Here, itis evident thatat most 4 log, j+2 gates are required for the simulation
of one fermionic operation. This quantity is smaller than the simple ; gates
of the Jordan-Wigner mapping when j > 19. Thus, noting that the Bravyi-
Kitaev mapping is most efficient when N approaches a power of 2 (as it can
take increased advantage of its binary tree structure), we conservatively es-
timate that this point should be at N' = 32. We thus would expect quantum
computational cost to be reduced when using the Bravyi-Kitaev transforma-
tion for systems with more than N = 32 spin-orbitals. This analysis perhaps

yields some insight as to the limited improvement observed with methane
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and some of the molecules in the SMALL_DATA set, as they involved fewer

spin-orbitals than 32.

Consequentially, it was useful to generate a wealth of larger and more di-
verse examples. The LARGE_DATA set was used for this purpose, as described
in Chapter The directFermions was then used to generate Jordan-
Wigner and Bravyi-Kitaev Hamiltonians as oplists. From here, Circuit

objects can be generated, optimised and their length determined.

Here, we restricted our attention to circuits simulating a Trotterized unitary
with a first-order Trotter-Suzuki approximation and only one Trotter step![]
Neglecting any benefits from optimisation at the interfaces of Trotter steps
(which would save at most O(Nyyzz) gates), the number of gates necessary
for larger numbers of Trotter steps is a simple multiple of the number of
gates necessary for one Trotter step. Consequently, extending the analysis to

higher Trotter numbers was not considered necessary.

A tull treatment of the entire phase estimation algorithm (including error
correction) was not performed. This is in contrast to other work that has
attempted to characterise the resource implications of performing the full
procedure®77 For the analysis of the raw gate counts of Bravyi-Kitaev cir-

cuits, this was not considered important for the above reasons. Note that at

present, the largest simulations conducted have been of around 45 qubits #353

"Data was also generated for second-order approximants and with higher numbers of
Trotter steps. However, the analysis of Trotter error in Chapter shows that this was
largely unnecessary for our purposes. For clarity, we do not consider these additional

fifth and sixth degrees of freedom here.

1
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These required extensive specialised computing resources. Performing sim-
ulations at this level would have made it impossible to perform a large, multi-
system survey. In particular, assessing the point at which Bravyi-Kitaev scal-
ing is expected to dominate (around 32 qubits, as discussed above) would
have been problematic. Despite this, a full consideration of the phase estim-
ation algorithm could yield useful results in regard to the Trotter error of

simulation.

5.3.1 Magnitude ordering

As before, we first consider circuits without any form of gate cancellation
using a magnitude ordering. As is expected,”Z the circuit length increases
for larger systems, requiring of order 107 gates for the simulation of systems
involving around 50 spin-orbitals. While not as ruinous as the exponen-
tial difficulty of full configuration interaction on a classical device, this large
circuit length illustrates the need for compiler optimisations. An initial as-
sessment of circuits for the implementation of Jordan-Wigner and Bravyi-
Kitaev Hamiltonians suggests that the use of the Bravyi-Kitaev mapping is
associated with a substantial improvement for the larger systems. Figure
demonstrates this. From roughly 30 spin-orbitals, this improvement is con-
sistent, and constitutes approximately 25% of the overall circuit length for
the largest of the systems examined. However, many systems smaller than
this see no improvement, or even demonstrate larger circuit lengths. This is

in line with the earlier rough estimate that the superior scaling of the Bravyi-
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FIGURE 5.5.:
Unoptimised gate counts.

Upper: Total number of
gates in  Jordan-Wigner
circuits, before optimisa-

tion. Lower: Gate savings
through use of Bravyi-Kitaev
mapping as a fraction of
Jordan-Wigner gate count.
Squares indicate instances
where the Jordan-Wigner

transformation outper-
formed the Bravyi-Kitaev
transformation. In this

scheme, the Bravyi-Kitaev
transformation reliably res-
ults in shorter circuits from
30  spin-orbitals,
with up to around 25% gate
savings in the examples with
so spin-orbitals.

around
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Kitaev mapping dominates the increased overhead ataround 32 spin-orbitals.
Full configuration interaction calculations have been performed on classical
computers marginally larger than this (36 molecular orbitals) ™ Consequently,
for simulations aiming to achieve results which are classically intractable, a
naive approach involving no circuit optimisations would be substantially

eased through the use of the Bravyi-Kitaev mapping.

When duplicate gates in the circuitare removed, the superiority of the Bravyi-
Kitaev mapping is even more pronounced while still using a magnitude or-
dering, in agreement with the previous results. This relative improvement
appears to increase with larger circuits, as demonstrated by Figure In
circuits involving more than about 107 gates, the reduction in gate count as-
sociated with the use of the Bravyi-Kitaev mapping is larger than that of gate
cancellation. In these cases, the use of the Bravyi-Kitaev mapping results in
circuits that are approximately 30-40% shorter. Additionally, the number of
gates cancelled using the Bravyi-Kitaev mapping is several times greater than
the number of gates cancelled using Jordan-Wigner mapping. In some cases
the advantage associated with the Bravyi-Kitaev mapping reduces the circuit
length to that observed for systems involving fewer orbitals. For example, the
Bravyi-Kitaev circuit for the simulation of the iodine atom (54 spin-orbitals)
requires 5204912 gates per Trotter step, whereas the Jordan-Wigner circuit
for the simulation of acetone (52 spin-orbitals) requires 8954933 gates per

Trotter step.

With systems requiring more than 10° gates to simulate, there are no ex-

amples where the optimised Jordan-Wigner technique outperforms the op-
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FIGURE 5.6.:

Number of gates in Bravyi-
Kitaev and Jordan-Wigner
circuits, before and after
gate cancellation,
the number of gates in
Jordan-Wigner circuit be-

versus

fore optimisation, using a
magnitude ordering.  Up-
per: Tortal gate count. The
same pattern as Figure
is observed, however here
the use of unoptimised
Bravyi-Kitaev
tially  outperforms
optimised  Jordan-Wigner.
Lower:  entangling gate
The same dramatic

substan-
even

count.
saving associated with the
Bravyi-Kitaev mapping as
for the SMALL DATA set is
observed.
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timised Bravyi-Kitaev technique. Thus, using this magnitude ordering, it
is clear that the Bravyi-Kitaev mapping should be preferred to the Jordan-

Wigner mapping in the general case.

The above discussion on the methane molecule and with smaller molecules
indicated that the Bravyi-Kitaev mapping may be advantageous with partic-
ular regard to the number of entangling gates required. The findings here
confirm that this advantage holds in general, as shown in Figure In addi-
tion to the general gate savings associated with the Bravyi-Kitaev mapping,
we observe a substantial decrease in the number of CNOT gates required.
As before, this advantage is typically offset by a small increase in the num-
ber of single qubit gates required (as the total savings are smaller than the

entangling gate savings).

Asbefore, the results of this initial section use a magnitude ordering for both
the Jordan-Wigner mapping and the Bravyi-Kitaev mapping. Further ana-
lysis of the performance of the Bravyi-Kitaev mapping is impossible without
consideration of the Trotterization ordering chosen. Asdiscussed above, ma-
nipulation of the Trotter ordering can also cause variation in the Trotter er-
ror, which could result in an increased number of Trotter steps necessary
for constant precision. This increased difficulty could undermine the sav-
ings gained from the use of a particular ordering in terms of cancellation,
and is examined in Chapter The fact that the Bravyi-Kitaev mapping only
saw significant benefit beyond approximately 30 spin-orbitals confirms the
necessity of analysis beyond this region, instead of focussing on only small

examples.
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5.3.2 Impact of Trotter ordering

As before, the results based on a lexicographic ordering are presented in Fig-
ure Despite the use of the larger integral set, the conclusions to be drawn
from this are strikingly similar to those of Section[s.2} Whereas using a mag-
nitude ordering, the Bravyi-Kitaev mapping provided the bulk of the gate
savings once gate cancellation had been performed, now the impact of the
Bravyi-Kitaev mapping is relatively minor. The savings associated with the
use of a lexicographic ordering far outweigh the savings associated with the
use of the Bravyi-Kitaev mapping with a magnitude ordering: in the longer
circuits included in the analysis, the former are approximately thrice that of

the latter.

In these circumstances, the Jordan-Wigner and Bravyi-Kitaev mappings ap-
pear roughly equivalent for the smaller circuits. The Jordan-Wigner map-
ping outperforms the Bravyi-Kitaev mapping in some of the longer circuits,
considering both total and entangling gate counts. In the longest circuits
considered (propanol in a STO-3G basis), the use of the Jordan-Wigner map-
ping resulted in circuits that were approximately 25% shorter. We again at-
tribute this to the relative complexity of the Bravyi-Kitaev mapping resulting
in a reduction of linearity in the CNOT chains, which hampers gate cancel-

lation.

Before considering other ordering schemes, it should be emphasised here
that their error implications are difficult to predict. Bounds exist on the error

yielded from Trotterization??, although these are often loose?3. A qualitative
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FIGURE 5.7.:

Number of gates in Bravyi-
Kitaev and Jordan-Wigner
circuits, before and after
gate cancellation,  versus
the number of gates in
Jordan-Wigner circuit before
optimisation, using a lexico-
graphic ordering.  Upper:
Total gate count. As with
the SMALL DATA set, the
Jordan-Wigner mapping
is marginally superior for
long circuits. Lower: en-
tangling gates. Again, the
Jordan-Wigner mapping is
marginally superior.
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estimate can be obtained through determination of the norm of the Trotter
error operator; however, the quantitative behaviour of this still often overes-

timates the error in real chemical examples®?

Before considering the Trotter error itself (necessitating the study of only a
subset of the data), it is useful to compare the implications of the Bravyi-
Kitaev mapping when using several ordering schemes. To this end, the cal-
culations were repeated using four ordering schemes. In addition to a single
randomised ordering, a lexicographic ordering and an ordering of terms by
magnitude, an additional ordering generated by regularly interspersing terms
from the lexicographic and magnitude orderings is included. This ordering

is relatively arbitrary and is intended for comparison purposes.

Across these orderings, the findings — shown in Figure — are remark-
ably consistent, with the Bravyi-Kitaev mapping outperforming the Jordan-
Wigner mapping in all cases apart from the lexicographic ordering. This ad-
vantage increases with the number of spin-orbitals used. Beyond N =10 in
all non-lexicographic cases, the advantage associated with the Bravyi-Kitaev
mapping exceeds that of just using gate cancellation. This advantage is in-
creased when considering CNOT count, and can be dramatic: when using a
magnitude ordering, the savings associated with the Bravyi-Kitaev mapping
are approximately an order of magnitude greater than those obtained by us-

ing gate cancellation alone.

For large systems, searching even a statistically significant subset of the space

of possible orderings is clearly intractable, owing to the factorial growth of
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FIGURE 5.8.:

Gate savings associated with
the Bravyi-Kitaev mapping;
normalised by the gate
savings acquired by using
the same optimisation with
the Jordan-Wigner mapping
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the number of possibilities. For each system, the random ordering is only
one of these myriad choices. Consequentially, it does not represent a statist-
ically meaningful representation of the bulk of the possible orderings. Non-
etheless, it is interesting that this random choice qualitatively manifests the
same trend as the other ordering schemes to a very large extent. Quantitat-
ively, the advantage associated with the Bravyi-Kitaev mapping when using
these random orderings is dramatic - for the largest example, the reduction
in CNOT count using the Bravyi-Kitaev mapping was 40 times the reduc-
tion using gate cancellation alone. In the results, the use of a tailored order-
ing scheme (whether it be ordering lexicographically, by magnitude or oth-

erwise) results in a reduction of advantage for the Bravyi-Kitaev mapping.

Although these figures suggest that the use of the Bravyi-Kitaev mapping
results in shorter circuits when using most possible orderings, it should be
emphasised that the lexicographic ordering dramatically decreases gate count
through cancellation irrespective of mapping strategy. It should be restated
that using this strategy, Figure[s.7|shows that employing the Jordan-Wigner

mapping results in marginally shorter circuits than the Bravyi-Kitaev map-

ping.

The choice of Trotter ordering may be dictated by other factors - for instance,
architecture constraints. In these circumstances, calculations will be dramat-
ically shortened by the use of the Bravyi-Kitaev mapping, as this mapping
results in reduced circuit length for all of the non-lexicographic orderings

considered.
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However, more importantly, and as discussed above and in Chapter the
choice of Trotter ordering has significant impact on the Trotter error 7772
Potentially, minimisation of Trotter error may therefore require an ordering
being chosen which is suboptimal in terms of single Trotter step gate count,

where the Bravyi-Kitaev holds a significant advantage.

As such, consideration of the Bravyi-Kitaev mapping within the context of
different ordering schemes requires an estimation of the associated Trotter
error. Studies on the hydrogen and methane molecules, described above and
in72%9 indicate that in these systems the use of the Bravyi-Kitaev mapping
can result in a reduced Trotter error — although, for methane, insufficiently
to decrease the number of Trotter steps required for accurate simulation.

This motivates the analysis of Chapter regarding Trotter error.

In general, we conclude here that the use of the Bravyi-Kitaev mapping does
not result in a predictable improvement in gate count when using an order-
ing optimised for gate cancellation, ignoring Trotter error implications. This
is in contrast with the substantial and predictable improvement observed

with other orderings, particularly when a random ordering is used.

The fact that the Bravyi-Kitaev mapping is superior in all ordering schemes
other than the lexicographic ordering reinforces the necessity for an analysis
of Trotter error. While it could be argued that the Bravyi-Kitaev mapping
should be the “default” choice (as even in a lexicographic ordering scheme,
the overhead incurred is marginal), it could also be suggested that there is typ-

ically no reason to prefer any other ordering scheme due to the substantial
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reduction in gate count observed; thus negating any benefit of the Bravyi-
Kitaev mapping. However, for this argument to hold, it is necessary to en-
sure that the Trotter error of the lexicographic ordering scheme is not system-
atically worse, as this would increase the number of Trotter steps required for
chemical precision, thereby increasing the overall gate count and potentially
nullifying the benefit of gate cancellation. Such an analysis of Trotter error

is presented in the next chapter.
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Trotterization Ordering
Schemes

In Chapter we discussed the canonical method for the transformation of
the evolution operator U(¢)into individual, circuit-describable unitaries U ()
by the invocation of a Trotter-Suzuki approximation. This incurs an error —
the Trotter error — which decreases with increasing Trotter number, i.e. the

number of steps the overall evolution is divided into.

The error incurred in this approximation can be quantified by using the ex-
pectation value of the Trotter error operator with the ground state. For ex-
ample, for the second order Trotter-Suzuki approximant (given by eqn. (2.4.0.7)),

this expectation value is given by?3:

AE; = ——ZZZ(M[ (1——) [H@Hy]]w»,

asf B <@
(6.0.0.1)
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where AE; is the expected error (ignoring higher order terms), A? is the Trot-
ter step size, |\;) is the ground state , d is the Kronecker delta function and

H are Hamiltonian terms23

Examining this, it is evident that two factors primarily affect the degree of
error introduced by the use of Trotter’s approximation. Firstly, the error
will decrease with the number of time steps used. The use of higher order
Trotter-Suzuki approximants improves the polynomial degree of the error,
but with increased overhead. Additionally, as the sums in eqn. (6.0.0.1) are
ordered - being sums over conditional indices, rather than the whole range -

the order in which terms are applied will impact the error incurred.

The overall number of gates required for implementation increases linearly
with the number of time steps, Nyner. Consequently, given a quantum
computer capable of implementing an extremely large number of gates co-
herently, a large number of time steps could be used in order to guarantee
an accurate result. However, devices of the near- to medium- term future
are likely to be constrained significantly by the number of gates that can be
performed while maintaining coherence. In order to perform practical cal-
culations in this time-frame, it is thus desirable to consider practical methods

of reducing the number of time steps required to reach a desired precision.

The results in Chapter suggest that — at least for systems of less than 100
spin-orbitals — only a single-digit number of Trotter steps would be required
for the first bit of precision in the ground state energy. However, the num-

ber of Trotter steps required for the reliable determination of higher bits of
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precision for larger systems is unknown. While analytic bounds on the Trot-
ter error exist’Z, Babbush, McClean, Wecker, Aspuru-Guzik and Wiebe??,
by computing the expectation value of the error operator in an exact ground
state, demonstrated that these can overestimate the Trotter error by up to
sixteen orders of magnitude. Indeed, as numerically computing the exact
Trotter error requires solving the full configuration interaction problem, it
is likely that such a task could only be tractably performed on a scalable quan-

tum computer itself.

Previous work has suggested that the Trotter ordering can dramatically im-
pact the number of Trotter steps required for constant precision.79“°6 As
such, the focus here was to consider Trotter ordering schemes, in an attempt
to find a method which minimises the overall quantum computational cost

of simulation.

Babbush, McClean, Wecker, Aspuru-Guzik and Wiebe?® used the norm of
the error operator to study its dependence on the underlying chemistry of
the system, noting a remarkable correlation between the error operator norm
and the maximum nuclear charge of the atoms of the system. The error oper-
ator norm can be determined tractably on a classical device. However, they
show that while the error operator norm accurately reproduces the qualit-
ative behaviour of the Trotter error, it quantitatively overestimates the er-

ror.

As such, we instead consider the Trotter error through explicit calculation.

As discussed in Chapter the code can use the sparseFermions mod-
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ule to generate a sparse matrix representation of the Hamiltonian, which
can be diagonalised to find an exact ground-state eigenvector and eigenvalue.
The directFermions module can simulate the action of a Trotterized
operator (at a given Trotter order and number of steps), and compare this

against the exact eigenvalue to estimate the Trotter error.

It should be emphasised that this can only be performed (with reasonable
computational cost) for relatively small systems. Using the methods described
here, the largest practical calculations can be performed on systems of ap-
proximately 30 qubits. The eigenvalues generated here can be compared
against traditional full configuration interaction calculations obtained through
direct diagonalisation of the Hamiltonian for verification purposes. This
eliminates the problem of requiring an explicit matrix representation of the
unitary evolution operator. Nonetheless, the initial determination of ground
state eigenvectors remains exponentially difficult, requiring on the order of

hundreds of gigabytes of R AM for examples with more than 20 spin-orbitals.

This approach is, however, still appropriate for smaller systems. Our method
here, then, is to analyse such small systems, look for patterns, and use these to
inform development of algorithmic approaches to Trotter ordering. In this
chapter, we first discuss such an analysis in an attempt to derive an optimal
strategy for Trotter order. We then return to the Bravyi-Kitaev mapping, and

discuss how this mapping performs with regard to Trotter ordering.
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6.1 Molecular hydrogen

Molecular hydrogen is the smallest and simplest chemically interesting elec-
tronic structure problem — barring its cationic form, which lacks two-electron
interactions. Notably, quantum simulation of its electronic structure has
been experimentally demonstrated, as discussed in Chapter In its most na-

ive form, using the Jordan-Wigner transformation, it consists of 15 terms:

H = - 0.812617 + 01712007 + 0.1712007 — 0.2228005
— 0.222800% + 0.168625707 + 0.120555507 + 0165870507
+ 0165875507 + 0.120550507 + 0.174350505
— 0.045320, 0y 070y + 0.0453205 0y 07 7
+0.045320, 75 0 0y — 0.0453205 0507 0, . (6.r0.1)

Unfortunately, even a Hamiltonian of 15 terms provides on the order of 101>
possible orderings. It is thus infeasible to consider all orderings for the full
Hamiltonian, even for the hydrogen molecule in a minimal basis. The second
order Trotter error operator (eqn. ((6.0.0.1)) consists of a sum of many triple
commutators between Hamiltonian terms. Assuch, itis prudent to examine

the commutativity structure of the hydrogen Hamiltonian.

Figure demonstrates this structure graphically. Here, nodes correspond
to Hamiltonian terms, with edges drawn between terms that do not com-

mute. Itis immediately apparent that seven terms commute with all other
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FIGURE 6.1.:

The commutativity graph
of both the Jordan-Wigner
and Bravyi-Kitaev Hamilto-
nians.  Nodes correspond
to  Hamiltonian terms,
edges correspond to non-
commutativity between
terms. Note the set of isol-
ated nodes on the right-hand
side, containing the terms
that commute with all other
terms.
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terms, forming a rotally commuting set. Because they commute with all terms,
their exponentials commute with the exponentials of all other terms, and
consequentially they can be freely moved around a Trotterized evolution op-
erator. Assuch, all terms in this set can be moved to the front of the operator,

combined, and simulated as an entirely independent operator
—iflt —ific "
eh =e¢n T (HNC) R (6.1.0.2)

where H ¢ is the sum of all totally commuting terms, and T (H NC) isaTrot-
terization of the other terms. In other words, we do not need to Trotterize
the operators within this set, and thus only need to Trotterize the terms that

do not commute with all terms.

This analysis has two principal advantages. Firstly, as the totally commut-
ing set does not require a Trotter-Suzuki approximation, these terms can be
simulated in one time step. This dramatically cuts down on the number of
gates required for implementation on a quantum simulator. It should be
noted here that for larger systems the size of the totally commuting set rap-
idly drops to one term (the identity operator). As such, this advantage is not
scalable, and therefore this technique cannot be used directly in the analysis

of larger systems.
More importantly for the purposes of this discussion, as we do not need to

Trotterize the terms in the totally commuting set, the space of possible or-

derings is dramatically reduced to 40320. As the simulation of each ordering
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takes less than half a second on an average laptop computer, it is thus feas-
ible to simply brute force the entire space of orderings in order to study the

distribution of errors.

In the simulations, integral data was generated using the Psi4™#

quantum
chemistry package, with a standard Hartree-Fock basis used to express the
molecular Hamiltonian. The bond length was set at 0.74A and 2 STO-3G
basis used. According to the methodology described in Chapter[} the code
was used to generate both Jordan-Wigner and Bravyi-Kitaev Hamiltonians
in oplist format. The sparseFermions module was then used to find
the exact ground state and its corresponding energy. Similarly, the Trotter
error for every possible ordering was determined, with the overall evolution

time and the number of Trotter steps set to unity.

Figure is a cumulative density plot showing the distribution of Trot-
terization errors which are obtained as a result of ordering variations. Er-
rors are given relative to the true eigenvalue of the Hamiltonian with totally
commuting terms removed. The same distribution is obtained regardless
of whether the Jordan-Wigner or Bravyi-Kitaev Hamiltonian is simulated.
This is unsurprising, given the direct relationship between the two mapping
schemes. The distribution is heavily weighted towards the low error region.
This is promising, as it implies that a random choice of ordering is likely to
introduce a low amount of ordering-dependent error. There is, however,
over an order of magnitude difference between the optimal and poorest or-
derings. In this case, the difference is such that only three Trotter steps are

required to reach an accuracy of 0.00014. . for the optimal ordering, whereas
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seven Trotter steps are required for the worst ordering. This implies that —
at least for the hydrogen molecule — picking a bad ordering could result in
a dramatically increased gate count in actual quantum simulations. This is
important despite the high likelihood of random orderings being accurate,
as if a systematic approach to ordering is taken, it must be ensured that this

does not result in bad orderings being selected.

Using a second order Trotter-Suzuki approximation yields a similar trend as
the first order approach, although the curve “peaks” at a lower error. In a

sense, this is indicative of the second order approach being more robust to
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FIGURE 6.2.:

Cumulative density plot of
hydrogen ordering errors for
one Trotter step. The ver-
tical line denotes an error of
1 kcal/mol. Approximately
20% of the orderings achieve
this error or lower for the
first-order  Trotter-Suzuki
approximation. Around
80% of orderings achieve
an error of o.0o5 Hartree,
approximately half that of

the worst possible ordering.
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ordering choice. While this is encouraging, it should be remembered that the

second order approximant doubles the cost of simulation per Trotter step.

We now consider the optimal ordering strategy for the hydrogen molecule.
For this, we re-examine the commutativity structure graph discussed above.
Figureshows this with totally commuting terms removed. With this, it is
apparent that the commutativity graph is bipartite — it can be easily coloured
into two independent sets. As such, the Hamiltonian can be subdivided into
two sets of terms. Within each set, all terms mutually commute. No term in
a given set commutes with any term in the other set. One set consists of all
of the terms with Pauli Z operators, whereas the other set consists of terms
with Pauli X and Y operators. Using the Jordan-Wigner transformation, the

optimal ordering is given by

H; =+0.04532050) 07 5 —0.22280075 — 0.0453207} 0} 070
—0.222800% — 0.0453205 050 7y + 0.1712007
+0.1712005+0.045320, 75 070, , (6.1.0.3)

where the leftmost term is simulated first, the second term is simulated second,
and so on. Here, the blue terms are members of the XY set, and the red terms
are members of the Z set. Examining this, it is evident that the optimal or-
dering strategy is given by alternating between sets in order of descending
coefficient magnitude. Although instinct may suggest to group commuting

terms together, an examination of the error operator (eqn. (6.0.0.1)) suggests
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FIGURE 6.3.:

Two of
the commutativity graph
of the Jordan-Wigner and
Bravyi-Kitaev Hamiltonians,
with the totally commuting

representations

Nodes cor-
respond to Hamiltonian
terms, edges correspond to
non-commutativity between
terms. The lower diagram

set removed.

clearly reveals the two inde-
pendent sets, with the XY
set coloured blue and the Z
set coloured red.
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an intuitive explanation for why this is incorrect. As the non-commutativity
is “spread out” through the Hamiltonian, earlier terms will feed less terms
into the error operator. This strategy is optimal for both Jordan-Wigner and
Bravyi-Kitaev Hamiltonians. However, other systematic approaches to or-
dering strategies for this Hamiltonian produce differing results for the two
mapping techniques. This emphasises the importance of ordering analysis,

and the difficulty of comparing the techniques without such considerations.

Our explicit discussion of the commutativity structure of the hydrogen mo-
lecule Hamiltonian is, of course, only possible due to its extremely small size
and low complexity. Nonetheless, it is an important system, particularly in
the context of experimental demonstrations of quantum simulation. The

Bravyi-Kitaev Hamiltonian for the hydrogen molecule

H = - 0.812617 + 01712007 + 01686247 — 0.222800%5
+0.171205% 07 + 0120550505 + 0.174350%07
+0.0453205 070 + 0.0453207 070 + 0.16586805 0707
— 012055050507 — 0.222800% 0507 + 0.045320% 05 00
+0.04532050) 070 + 0.16587 050507 0% (6.1.0.4)

can be examined. The above analysis showed that the distribution of Trot-
ter errors with respect to ordering is the same here as for the Jordan-Wigner
Hamiltonian. However, in subsequent collaborative work® it was noted
that, due to the specific structure of the hydrogen Hamiltonian, the Bravyi-

Kitaev Hamiltonian acts off-diagonally on only the 0 and 2 qubits. This al-
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lows for the Hamiltonian to be scalably reformulated as a two qubit, six term
Hamiltonian. This strategy of reducing the number of qubits was later gen-
eralised by Bravyi, Gambetta, Mezzacapo and Temme™®, which subsequently
enabled the simulation of the beryillium hydride molecule by Kandala, Mezza-

capo, Temme, Takita, Brink, Chow and Gambetta®

Following the above method, the totally commuting terms can be removed
from the two qubit hydrogen Hamiltonian, to reduce the size of the two
qubit Hamiltonian to four terms. In keeping with the full hydrogen Hamilto-
nian, the number of possible orderings for the four term Hamiltonian can
then be brute forced to find the optimal ordering scheme with regards to
Trotter error. This enabled the simulation of the hydrogen molecule in ref-

erence [|62].

6.2 Generalised ordering strategies

While analysis of the hydrogen molecule yielded interesting results regard-
ing the spread of ordering strategies, it would be desirable to find an or-
dering strategy that is effective in the general case. For this, we require an
analysis of a variety of systems, and ideally those of a chemically interesting
size. While the hydrogen study does not provide this, the optimal ordering
strategy observed does provide us with a potential starting point for our in-

vestigation.
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We observed in the previous section that the optimal ordering strategy for
molecular hydrogen was to divide the Hamiltonian into two mutually com-
muting subsets, and intersperse them so as to minimise the number of nonzero
terms in the error operator. This procedure is not viable for larger systems,
as there is no guarantee as to the number of mutually commuting sets. Al-
though a graph describing the commutativity structure of the Hamiltonian
terms can be generated tractably (if slowly), finding mutually commuting
sets is essentially a process of graph colouring. This introduces a host of com-
putational problems, well studied in graph theory. Finding the chromatic
number of a graph (in our case, the minimal number of mutually commut-

ing sets) is known to be NP-hard *7

Graph colouring schemes could be used to divide the Hamiltonian into mu-
tually commuting sets, for example through a greedy colouring algorithm.
It remains an open question as to the efficacy of this with regards to Trotter
error. A variety of factors could be considered here. For example, it is not
immediately obvious whether it would be preferable to split the graph into
few large independent sets, or many smaller ones. Future work would be in-
teresting in this regard; however, an alternative strategy is instead discussed

here.

The present scheme is still inspired by the optimal hydrogen ordering. How-
ever, rather than attempting to find specific sets, it instead attempts to order
by minimising the amount of commutativity in the ordered Hamiltonian at

each step.
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We start by ordering the Hamiltonian by coefhicient magnitude. The highest
magnitude term is then assigned to be the first term in the ordered Hamilto-
nian. We then consider the terms that do not commute with this, and the
highest magnitude of these is appended to the ordered Hamiltonian. We
keep track of the number of terms in the ordered Hamiltonian with which
each term in the unordered Hamiltonian commutes, and we consider the
subset of unordered Hamiltonian terms that minimise this number. Of these,
the term with highest magnitude is chosen as the next term in the ordered
Hamiltonian. This process is repeated until the unordered Hamiltonian is
exhausted. The left-hand chart of Figure demonstrates this process dia-

grammatically. We refer to this scheme as a commutator ordering.

It should be noted that this process does not reproduce the exact optimal
strategy for the molecular hydrogen test case, as in this instance the lower
magnitude XY term group instead begins the ordering process. Nonetheless,

it does produce an ordering which performs almost equivalently.

In addition to this scheme, a slightly modified scheme was considered. In
this scheme — the reverseCommutator ordering — we again start with an un-
ordered Hamiltonian comprising of a list of terms. At each stage, instead of
counting the number of terms in the ordered Hamiltonian that the candid-
ate terms commute with, we count the number of terms in the u#nordered
Hamiltonian that the candidate terms commute with. We then pick the
terms that maximise this number, and append the highest magnitude of

these. This process is depicted in the right-hand chart of Figure
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FIGURE 6.4.:
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Both of these algorithms are essentially greedy. The commutator ordering
at each stage attempts to maximise the non-commutativity of the ordered
Hamiltonian, whereas the reverse Commutaror ordering at each stage attempts

to minimise the non-commutativity of the unordered Hamiltonian.

6.2.1 Other ordering schemes

In order to contrast our ordering schemes against other possible alternat-
ives, it is necessary to briefly review the conventions we use to describe other
ordering schemes. A comparison of the Jordan-Wigner molecular hydro-

gen Hamiltonian in oplist format in each of these cases is included as Ap-

pendix

Perhaps the mostimmediately obvious ordering scheme is the magnitude or-
dering. Here, terms are ordered according to the magnitude of their coefhi-
cient, from largest to smallest — the term with the largest magnitude coefh-
cient is simulated first, followed by the second largest magnitude coefhicient,
and so on. This ordering scheme has the immediate appeal that high mag-
nitude terms are simulated first. As a result of this process, one could expect
a reduction in the number of high magnitude terms in the error operator.
However, this approach does not take into consideration the structure of
the error operator — high magnitude terms may not result in a meaningful

increase in error if, for example, they commute with many other terms.
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The lexicographic ordering is an ordering scheme which attempts to maxim-
ise the similarity of the Pauli strings of adjacent terms. In the oplist format,
this is essentially a numerical ordering with respect to the Pauli strings. While
this scheme may seem arbitrary, it is known to result in a maximum amount
of gate cancellation, with commensurate reduction in overall quantum com-
putational cost 9 However, there is little reason to suspect that this ordering
would be beneficial for the purposes of Trotter error. Such an increase could
lead to the requirement for a greater number of Trotter steps, undermining

its advantages.

It should be noted that our strategy for ordering terms lexicographically is a
small modification from that used in other work °® As discussed in Chapter
whereas other approaches have grouped the qubit Hamiltonian terms by
their fermionic operator, our approach does not maintain this structure, and
instead stores the qubit Hamiltonian as a list of individual weighted Pauli
string terms. As such, we do not treat any terms specially based on their
fermionic role. Similarly, our ordering is based purely on the structure of
the individual Pauli strings, rather than the fermionic terms they correspond

to.

Finally, while we do not use it in our comparison to the commutator and
reverseCommutator orderings for clarity, a lexoAag ordering can be made
by interleaving the magnitude and lexicographic orderings, as mentioned in
Chapter st We do not contend that this ordering should provide any im-
provement over the other ordering schemes discussed. Instead, it is used to

contrast the methods described, in an attempt to see if the behaviour of the
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ordering schemes can be “mixed”. This ordering scheme is considered again
in the second half of this chapter, dealing with the relationship of the Bravyi-

Kitaev mapping to ordering-dependent Trotter error.

6.2.2 Testing — random Hamiltonians

Asdetermining the Trotter error is classically computationally intractable for
Hamiltonians with large numbers of terms, testing the ordering strategies
proved non-trivial. Our initial approach was inspired by the brute force
strategy with respect to molecular hydrogen, and focussed on systems whereby
the error incurred by all possible orderings could be feasibly determined, for

the purpose of comparison.

The directOrderings module allows for the generation of random
Hamiltonians in the oplist format, as discussed in Chapter These random
Hamiltonians are subject to almost no constraints with respect to their phys-
icality. They consist of oplists with random coefficient (in the [0.0, 1.0) inter-
val) and random choice of Pauli operation (or identity) applied to each qubit,
rejecting only oplists that are undiagonalisable. It should be emphasised that
these arbitrary Hamiltonians bear resemblance to real chemical electronic
Hamiltonians only in the sense that they are both weighted sums of strings
of Pauli operations. Their use here is due to the fact that the brute-force
approach is intractable for almost all real chemical systems. This approach
suffers from the fact that any unique behaviour of real electronic Hamilto-

nians will not be present in this analysis — it has been shown?7Z that this can
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TABLE 6.1.: The number of random Hamiltonians gener-
ated for each value of N, the number of terms
in each Hamiltonian.

Terms # Systems

10000
10000
10000
10000
1000
500

cON A\ K~ W

produce misleading results. However, examining the error incurred across all
possible orderings allows for an examination of the distribution of ordering

errors, as studied for the hydrogen molecule in Section

To this end, a number of six qubit Hamiltonians were generated, of num-
ber of terms N € {3, 4,5, 6,7, 8}. The number of Hamiltonians generated
for each value of N is summarised in Table[6.1 10, 000 Hamitonians were
generated for every N € {3, 4,5, 6}, but for larger N, a reduced number
of Hamiltonians are generated due to the factorial growth in computational
cost. These numbers were tailored so as to reduce the overall runtime to less
than a day on a standard laptop computer. Clearly, a larger study would be
possible with more substantial computing resources, however the problem-
atic scaling would prohibit study of increased N, and as such the present

breadth of systems was considered sufficient for this preliminary analysis.
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In keeping with the analysis of the hydrogen molecule, the Trotter error in-
curred using every possible ordering scheme for each of these Hamiltonians
was calculated using the directFermions module. The Trotter error
incurred by using a commutator, reverseCommutator, magnitude or lexico-
graphic ordering was then picked out from this collection. Additionally, the
average Trotter error — the Trotter error for a given Hamiltonian, averaged

across the space of all possible orderings — was determined.

In order to account for variation in the average ordering error between Hamilto-
nian, for each Hamiltonian and each ordering strategy we then define the

relative performance

Eorderin
p= (6.2.2.1)
Eavemge

of that ordering, where Ey,4ering is the Trotter error of the ordering in ques-
tion, and Epverage is the average Trotter error over all possible orderings for the
Hamiltonian. A P of less than 1 thus indicates that the ordering performed
better than average, whereas a P of greater than 1 indicates that the ordering

performed worse than average.

We consider the results of this analysis in Figure The first consideration
is the average performance of each ordering scheme across each value of N,
shown in the upper plot of Figure An inspection here initially seems
positive. For N € {3, 4,5, 6}, all ordering schemes yield an error in worst
case less than 1% greater than the average Trotter error. In most cases, we
observe an error reduction of up to approximately 8%. The results for N €

{7, 8}, are less suggestive. We observe roughly consistent performance using
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FIGURE 6.5.:

A comparison of the per-
formance of each ordering,
being the Trotter error of
each ordering normalised by
the Trotter error averaged
over all possible orderings
for each Hamiltonian. Up-
per: performances averaged
across each value of the num-
ber of terms in each Hamilto-
nian. The reverseCommut-
ator ordering appears to per-
form well. Lower: a heat
map showing the cumulat-
ive density of performances
for each ordering scheme.
The reverseCommutator or-
dering appears to perform
well, although all schemes
result in significant variance
for higher numbers of terms.
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a lexicographic ordering, a pattern curiously reversed in the analysis of real
molecules below. A magnitude ordering yields remarkably increased error
for N = 7, in contrast to its roughly decreasing error trend for other values
of N. To an extent, this could be an artefact of the reduction in sample size
for N € {7, 8}.

Comparing ordering schemes, the “reverseCommutator” scheme displays not-
ably reduced Trotter error in contrast to a magnitude or lexicographic order-
ingin all cases other than N' = 8, where it performs roughly commensurately
with a magnitude ordering. Although this is encouraging, we do observe an

increase in average error with increasing N.

While for small values of N, the commutator scheme yields remarkably good
performance in comparison to the other ordering schemes, for large values
of N this trend is not maintained. Comparing our two ordering schemes,
it is clear that in these results, the reversesCommutator ordering performed
significantly better. This could be due to the fact that, for early terms in
the ordering process, there is a greater ability to differentiate between terms.
This is because the reverse commutator ordering compares candidate terms
against the pool of #nordered terms, rather than the ordered terms. In initial
stages of the ordering process, the pool of unordered terms is substantial,

whereas the pool of ordered terms is small.

Obscured by the upper plot of Figureis the fact that there is an extremely
high degree of variance within the relative ordering performance within each

class of Hamiltonians. The lower plot of Figure |6.5| demonstrates this by
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plotting the cumulative density of the performance P for each ordering strategy.
Immediately apparent is that the variance increases substantially with the
number of terms N, due to the rapid growth of the space of possible or-
derings. An inspection of the lower plot of Figure 6.5/ does, however, seem
to confirm that — for these small, random Hamiltonians — the reverse com-
mutator ordering results in marginally smaller errors than the other order-
ing schemes. A point of interest revealed by this analysis is the large spread
of performances yielded by the lexicographic ordering. This could be attrib-
uted to the fact that there is no inherent attempt at error-reduction in this
scheme, rather focusing on maximising the similarity of neighbouring Pauli

strings.

6.2.3 Testing — molecular Hamiltonians

It has been established that testing on random Hamiltonians does not real-
istically capture the behaviour of real molecular Hamiltonians when consid-
ering Trotter errors. As such, although the previous analysis was useful to
assess the ordering schemes in a context where every ordering can be ascer-
tained, a more rigorous analysis requires the use of real chemical Hamiltoni-
ans. As such, we initially repeated the analysis using the SMALL_DATA data
set. Given that the task of exactly determining Trotter error is exponentially

hard, we use a subset of the SMALL_DATA set, asindicated by Appendix@

Clearly, as this includes systems with more than 8 qubits, an exhaustive search

of all possible orderings is not possible for all but the smallest of the systems
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included. Instead, an approach of sampling the possible ordering space was
adopted, and averaging the Trotter error of the sample. It should be emphas-
ised that as the space of possible orderings grows factorially, the statistical sig-
nificance of this sample rapidly decays towards zero. As such, these sample
averages should not be taken to represent a meaningful approximation to the
true average error across all orderings. Instead, they serve mostly as a fixed ref-
erence point by which to compare the systematic ordering schemes described
above. Itshould be noted that if the analysis of the hydrogen molecule holds
for larger systems, then the random orderings are likely to fall into the dom-
inating region whereby the Trotter error is relatively low. However, verifying
whether this is the case (at least by brute force methods) is intractable, even

on a quantum device.

We again consider the performance P of each ordering, defined here as the or-
dering for that error normalised by the error of the random sample of order-
ings. Instead, here, we consider the performance of each ordering in terms of
the number of spin-orbitals considered in the molecular system. Figure
shows this. It is somewhat difficult to draw conclusions from this data. Re-
assuringly, again the bulk of all of the performances calculated are superior
to those obtained by the random samples, although it should be emphasised

that these samples may not be representative.

Much like the analysis of random Hamiltonians, we observe reasonably con-
sistent better-than-average performance associated with the magnitude or-
dering. Additionally, we yield a similar disperse pattern for the lexicographic

ordering as seen in the random Hamiltonians. This is somewhat troubling,
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FIGURE 6.6.:
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as it indicates that the use of a lexicographic ordering could result in unpre-
dictable error rates, and consequent fixed-precision simulation gate counts.
The commutator and reverseCommutator orderings do not fare well in these
results. They do not appear to achieve consistent improvement versus a mag-
nitude ordering, and are quite disperse (although arguably not as much as
the lexicographic ordering). In contrast to the analysis of random Hamilto-
nians, the reverseCommutator ordering does not appear to outperform the

commutator ordering.



6.2. GENERALISED ORDERING STRATEGIES

As these results were somewhat inconclusive, it was desirable to repeat the
analysis using the LARGE_DATA set of systems. Due to computational cost,
we restricted the error analysis to these smaller systems, asindicated by Table
and Appendix@ The increased size of this data set resulted in commensur-
ately longer compute times for the determination of Trotter errors, on the
order of days for each ordering and system. As such, the random sampling
approach was abandoned in favour of directly comparing the Trotter error

of each ordering scheme.

Figuredemonstrates the results of this analysis. As before, we observe re-
latively consistent error performance associated with a magnitude ordering,
and relatively inconsistent performance with respect to the lexicographic or-
dering. Once again, the commutator and reverseCommutator orderings do
not appear to yield consistently improved error estimates. This suggests that
the commutator and reverseCommutator orderings in Section do not
appear to consistently reduce Trotter error. The reliability of a magnitude
ordering scheme does strongly suggest the reason for this. Our schemes used
the magnitude of terms as only a tie-breaker in cases where candidate terms
yielded a common level of non-commutativity with regards to the ordered or
unordered terms. The fact that the magnitude ordering yielded comparat-
ively low error in most cases emphasises the importance of the magnitude of
the resultant terms in the error operator, rather than their mere presence. As
such, future work in tailoring ordering schemes could integrate a weighting
factor based on each term’s magnitude. The efficacy of such schemes remains

an open question.
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FIGURE 6.7.:
Trotter error of the different
ordering  schemes using

the LARGE_DATA set. The
horizontal line denotes an
error of 1 kcal/mol. Upper:
by number of qubits. Again,
the magnitude ordering is
results in the most consist-
ently reduced Trotter error.
Lower: by gate count of the
unoptimised Jordan-Wigner

circuit. Note the instances

of
accuracy Trotter errors are
clustered around very short
circuits.

worse-than-chemical-
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6.3. TROTTER ERROR AND THE BRAVYI-KITAEV MAPPING

6.3 Trotter error and the Bravyi-Kitaev map-
ping

The discussion in Chapterconcluded by noting that a thorough discussion
of the efficacy of the Bravyi-Kitaev mapping is not possible without similarly
considering the Trotter error incurred by its use, particularly when differing

ordering strategies are applied.

The analysis of the hydrogen molecule in Section (6.1 showed that if all or-
derings are considered, there exists an ordering for the Bravyi-Kitaev map-
ping that yields the same error as every ordering for the Jordan-Wigner map-
ping. However, the analysis of the methane molecule in Section 5.1 and in
reference [80]], along with other work??, observed lower Trotter error associ-
ated with the Bravyi-Kitaev mapping. This suggests that while the distribu-
tion of errors across possible orderings may be the same for both mapping
schemes, the error for a given ordering scheme (lexicographic, magnitude,
etc.) will vary. As no algorithm yet exists that will even approximately ob-
tain the optimal ordering scheme for either mapping, it is therefore neces-
sary to compare the errors yielded for each ordering scheme using borh the
Jordan-Wigner and Bravyi-Kitaev mappings. An ordering which is good for

one mapping may be bad when applied to the other, and so on.

As such, using the di rect Fermions module as described previously in

this chapter, we determined the Trotter error for 34 for the systems in the
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LARGE_DATA set. As for the methane molecule, the calculations were per-
formed for a variety of choices of Trotter order and step number. Nonethe-
less, it is remarkable that limiting our discussion to trials of one Trotter step
of first order suffices to yield chemical accuracy (i.e. to within 1 kcal/mol
of the FCI energy) for a single application of the evolution operator. For
simulation of the full phase estimation procedure, determination of the er-
ror incurred in the application of higher powers of this operator would be
necessary. However, this does not qualitatively affect the ordering compar-

ison.

Figure demonstrates the results of these simulations. Encouragingly, in
the overwhelming majority of systems considered, the Trotter error is ex-
tremely small even with only one Trotter step: it is often less than o.o0o1
Hartree. It is possible that this is an artefact of the small number of spin or-
bitals in the systems considered in the error analysis. It is also worth noting
that these errors will be compounded when considering higher bits of preci-
sion in a full phase estimation procedure. Nonetheless, it does suggest that
the number of Trotter steps required for chemically accurate simulation of
larger systems will be relatively modest, potentially less than 10 Trotter steps

for the first bit of precision.

Figureadditionally demonstrates the ordering dependence of the Trotter
error. We consider the Trotter error of each systematic (i.e. non-random)
ordering normalised by the Trotter error of the lexicographic ordering for

each system.
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FIGURE 6.8.:

Trotter using  the
Bravyi-Kitaev mapping as a
function of Jordan-Wigner
circuit length, for different
ordering schemes. Upper:
Absolute  Trotter error.
Middle: Trotter error relat-
ive to error of lexicographic
ordering. Note this excludes
instances where the

error

two
relative Trotter error was >
20. The red line indicates a
relative performance of 1-i.e.
below the line, the ordering
results in a lower Trotter
error than a lexicographic
ordering.  The magnitude
ordering usually results in
a substantially lower error,
however in most of these
cases the Trotter error was
already around 1074,
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In most cases, the magnitude ordering appears to achieve a significantly lower
Trotter error than the lexicographic ordering. In some cases, this difference
exceeds an order of magnitude. It is important to note that this represents
a large variance on an exceptionally small error. Noting that one Trotter
step was sufficient for chemical accuracy in most of the systems studied here,
we do not argue that this necessarily indicates that a magnitude ordering
achieves a useful reduction in error compared to a lexicographic ordering.
However, it is likely that this error would be magnified when determining
higher bits of precision in the full phase estimation procedure. Future work
is required to assess this, as in these circumstances this effect could become

sufficiently significant to determine ordering choice.

An examination of the relative performance of the Bravyi-Kitaev mapping
and the Jordan-Wigner mapping in the context of ordering strategies is in-
cluded as Figure Again, the distinction between the two mappings is
in most cases not as substantial as the differences observed for single Trot-
ter step circuit length. In the majority of systems, the normalised difference
between the two errors is between 1 and -1 — that is, the error associated with
one mapping is very rarely more than double that of the other. Several sys-
tems display substantially increased error associated with the Bravyi-Kitaev
mapping (including two not shown on Figurefor scale clarity); however,

in the general case no such pattern emerges.

Using a lexicographic ordering, a preference for the Bravyi-Kitaev mapping
is observable in most systems. In some cases, the error is almost halved by the

use of the Bravyi-Kitaev mapping. At larger system sizes this could become
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amore substantial effect; however, we do not contend that the data provides
concrete evidence as to whether this is true. For a magnitude ordering the
Jordan-Wigner and Bravyi-Kitaev mappings yield nearly identical Trotter er-
ror in almost all cases. In a sense, this could be attributed to the more directly
physical nature of the magnitude ordering. Important terms will intrinsic-
ally be simulated earlier in sequence using both mappings. Assuch, the error
of both is likely to be similar in this case. As to be expected, the “lexoMag”
ordering performs roughly as a combination of the magnitude and lexico-

graphic orderings.

FIGURE 6.9.:

Relative Trotter error of
Jordan-Wigner and Bravyi-
Kitaev mappings. The
difference in error is norm-
alised by the Jordan-Wigner
error, such that a value
of o indicates equivalent
performance, with negative
values implying high Bravyi-
Kitaev error. Both schemes
display remarkably similar
errors for the magnitude
ordering. For a lexicographic
ordering, the Bravyi-Kitaev
mapping shows lower error
in most of the systems
studied.
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As above, the impact of this variation in error could prove substantial when
propagated through the entire phase estimation algorithm. Using a lexico-
graphic ordering — optimal for gate cancellation — the Bravyi-Kitaev map-
ping outperforms the Jordan-Wigner mapping in most cases. If this super-
ior error performance scales to above 30 qubit systems, this could result in
a reduction of the necessary Trotter steps for simulation. The consequent
reduction in circuit length could counterbalance the marginally increased
individual Trotter step cost of using the Bravyi-Kitaev mapping in a lexico-
graphic ordering. Further work examining the entire procedure should as-
sess this. Nonetheless, it should not be forgotten that an exact determination
of the Trotterization error is equivalent to the solution of the exponentially
hard eigenvalue problem itself. Consequentially, this approach may prove
intractable. Qualitatively, an examination of the norm of the Trotter error

operator may prove instructive.®?

Opverall, we conclude here that the Bravyi-Kitaev mapping does show a great
deal of promise when performing the quantum simulation of electronic struc-
ture. Chapter|[s|concluded that improvement was observed using this map-
ping for all orderings other than the lexicographic ordering, which is optimal
for gate cancellation. Here, however, we observe consistently superior Trot-
ter error performance associated with the Bravyi-Kitaev mapping when us-
ing the lexicographic ordering, which is likely to result in shorter circuits,
even accounting for the aforementioned marginally increased overhead. Fu-
ture work is, however, required to assess this in the context of the full phase

estimation procedure.
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6.3.1 Commutator based orderings

In Section|[6.2]we discussed attempts to generate an optimised ordering strat-
egy with respect to Trotter error. While the orderings derived from this did
not achieve consistent reduction of Trotter error, it did yield information

which would be useful for future attempts.

As with the Jordan-Wigner mapping, for the hydrogen molecule in a min-
imal basis, our schemes reproduce the optimal ordering strategy when using
the Bravyi-Kitaev mapping. Following the logic of Section an analysis
of the commutator and reverseCommutator ordering schemes when using
the Bravyi-Kitaev mapping could be instructive. As such, we again used the
directFermions module to calculate the Trotter errors as a result of a
single Trotter step for a subset of the LARGE_DATA set using a commutator

and reverseCommutator ordering, this time using a Bravyi-Kitaev mapping.

The results here are depicted in Figure As with the Jordan-Wigner
transformation, we again do not witness a reliable degree of improvement as-
sociated with the commutator and reverseCommutator orderings, in terms
of Trotter error. The reverseCommutator ordering is typically marginally
superior to the commutator ordering, and is likewise better than a lexico-
graphic ordering in most cases, although this is not consistent. In a few
cases, the reverseCommutator ordering does provide the lowest error (beat-

ing a magnitude ordering), although these are rare and should not be relied



FIGURE 6.10.:

Error performance of the
Bravyi-Kitaev mapping
using a commutator and
reverseCommutator order-
ing. Upper: by number of
qubits. Lower: by length
of unoptimised circuit. In
both cases, a similar trend
to that observed using the
Jordan-Wigner mapping is
apparent.
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upon. The commutator ordering fares even worse, frequently resulting in

the highest error rates of each ordering scheme.

Examining the Bravyi-Kitaev error rates alone indicates a similar picture to
that observed when using the Jordan-Wigner mapping; however, a compar-
ison of the difference in error between the two mapping schemes for each or-
dering is important. This indicates which scheme would be preferred when
using a specific ordering, with respect to Trotter error. We present this in
Figure Curiously, this shows that — especially for larger circuit lengths —

the Trotter error incurred when using the commutator or reverseCommut-

FIGURE 6.11.:

Relative  performance of
Bravyi-Kitaev and Jordan-
Wigner mappings when
using the commutator or
reverseCommutator or-
derings. The commutator
and reverseCommutator
orderings display roughly
equivalent performance
for both mapping schemes,
similar to the magnitude
ordering rather than the
Bravyi-Kitaev-favouring
lexicographic ordering.
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ator orderings is in most cases roughly independent of the choice of mapping
scheme. This is in contrast to the results when using a lexicographic order-
ing, where the Bravyi-Kitaev mapping consistently results in reduced error.
In this manner, itis more akin to a magnitude ordering, where both mapping

schemes perform roughly equivalently in terms of error.

Initially, this may seem counter-intuitive, as the commutator and reverseCom-
mutator ordering schemes employ the term magnitude only as tiebreakers.
However, they are based on the commutativity structure of the Hamilto-
nian. The commutativity of the terms within the Bravyi-Kitaev or Jordan-
Wigner Hamiltonian is directly related to the commutativity of the terms
within the electronic Hamiltonian from whence they arise. As such, we can
expect these orderings to result in a more consistent error rate with respect to
choice of mapping, in comparison to the arguably less physical lexicographic

ordering.

While the reverseCommutator ordering initially showed promise when study-
ing random Hamiltonians, both it and the commutator ordering failed to
yield consistent improvement with regard to Trotter error using either the
Jordan-Wigner or Bravyi-Kitaev mapping. Nonetheless, important inform-

ation was yielded through this process.

Though care should be taken here, brute force analysis of the hydrogen mo-
lecule suggested that while there is a substantial difference in error perform-
ance between worst and best orderings, the distribution of errors with re-

spect to ordering is clustered towards the low error region — suggesting that
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6.3. TROTTER ERROR AND THE BRAVYI-KITAEV MAPPING

ordering choice should focus on eliminating bad orderings, rather than find-
ing optimal ones. This analysis also aided in experimental demonstrations

of these techniques.

The Trotter error superiority of the magnitude mapping emphasises that the
commutativity structure cannot be the only thing taken into account when
choosing a Trotter ordering, and that approaches need to weigh this against
the magnitude of each term. Finally, the results discussed here confirmed
previous resultsZ289 that the Bravyi-Kitaev mapping results in a reduction
in Trotter error. Future work is required to assess this within the context of
the full phase estimation algorithm, although this may involve substantial

computational efforts.






Conclusions and Outlook

In this thesis we have discussed attempts to characterise improvements to the
canonical method of performing electronic structure calculations on digital
quantum computers. The focus was particularly on two areas: the Bravyi-
Kitaev mapping, and ordering schemes when applying a Trotter-Suzuki ex-

pansion.

Analysis of the Bravyi-Kitaev mapping revealed a previously unknown vari-
ability to the impact of the technique with regard to simulation gate counts,
and thus the quantum computational cost. Previous work?? suggested that
there was a deterministic improvement associated with its use, which would
be expected to be maintained when using other forms of circuit optimisa-
tion. Initial analysis of the methane molecule agreed with this, observing su-
perior performance from the Bravyi-Kitaev mapping in both circuit length

and Trotter error, although by a lower margin than previously expected.

However, more detailed analysis involving a large set of molecular systems
and optimised circuits revealed that the gate count advantage displayed by

the Bravyi-Kitaev mapping strongly depends on the Trotter order that is chosen.
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7. CONCLUSIONS AND OUTLOOK

For some orderings, substantial improvement was observed; however, when
an ordering optimal for gate cancellation is used, the advantage disappears,
and is (in terms of gate count) worse than the Jordan-Wigner mapping — al-
beit to within a very low margin. This emphasises the fact that these optim-
isation schemes are not independent, and that an inherently optimal choice
is perhaps impossible. Future work should bear this in mind when designing

circuits to be performed on quantum devices.

Trotter error analysis did suggest that reduced Trotter error is associated with
the Bravyi-Kitaev mapping. This is encouraging, as a reduction in the num-
ber of Trotter steps required would potentially result in a large reduction in
cost for an overall simulation. While the Trotter error difference between
the Bravyi-Kitaev and Jordan-Wigner mappings was low for the first bit of
the ground state energy, this could result in a meaningful distinction when
propagated through the entire phase estimation procedure. Unfortunately,

it was not possible to calculate this, due to the substantial computational

difficulty.

This is, to an extent, inherent within the task, as determining the exact Trot-
ter error is exponentially difficult. Nonetheless, the simulation of 49 and
(with some limitations) 56 qubit systems has been demonstrated on clas-
sical computers# It thus seems likely that, with specialised computing re-
sources, a thorough analysis of Trotter error in systems of perhaps 40 — 50
spin-orbitals could be performed. Although potentially expensive, such an
analysis could prove invaluable in determining the Trotter error implications

of the Bravyi-Kitaev mapping. Similarly, an analysis involving consideration
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of the norm of the Trotter error operator could prove instructive, as in other
work 3 As this quantitatively substantially overestimates the exact Trotter
error, this may obscure the distinction between the mapping schemes. How-
ever, if a qualitative relationship between this and the exact Trotter error con-
sidering each mapping scheme can be ascertained, this could be a useful way

to generalise to much larger system sizes.

The analysis of Trotter ordering consisted of several aspects. A brute-force
search of Trotter orderings for the hydrogen molecule yielded some insight
that proved useful experimentally. As has been observed in other work??,
we confirmed that the choice of ordering can strongly influence the Trotter

error incurred in the study of the hydrogen molecule.

This section did, however, also suggest that the bulk of the orderings yield
a relatively low error, in comparison to the error obtained by the worst pos-
sible ordering. This is encouraging, asit does suggest that the emphasis should
perhaps not be on finding the optimal possible ordering, but rather an or-
dering scheme that is good enough. So long as the worst possible ordering
scheme is not systematically chosen, this allows for greater flexibility to tailor
the ordering scheme by other criteria (such as the efficacy of gate cancellation

or hardware constraints).

This argument should be tempered by the fact that although a brute-force
approach was effective for the hydrogen molecule, it is dangerous to gen-
eralise too strongly from this to larger systems. Unlike the analysis on the

Trotter error of the Bravyi-Kitaev mapping, it is unlikely that much further
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computational work will be possible utilising this technique. The factorial
scaling of the number of possible orderings with regards to the number of
terms in the Hamiltonian will necessitate another approach for anything but
trivial systems, regardless of the amount of computational effort thrown at

the problem.

Attempts to determine an optimal ordering scheme for Trotterization un-
fortunately did not appear to yield a consistently superior ordering strategy
in terms of Trotter error. However, useful information was gleaned with
regards to the emphasis that must be paid to both the commutativity rela-
tionships between the terms and the magnitude of those terms. The im-
pressive result of the magnitude ordering with regards to Trotter error em-
phasises the importance of the latter of these. Future attempts at develop-
ing optimal ordering strategies should take this into consideration. Other
work!®® has examined the importance of a term with respect to its impact on
the Hartree-Fock ground state, as opposed to the raw magnitude of the term.
The commutator-based strategies would likely be improved by an approach
similar to this, although this would need to be tempered by an increased de-

pendence of the ordering on importance, rather than commutativity.

The continued development of classical computing over the past century has
revolutionised not just science, but the entirety of human society, at a pace
which is historically unprecedented. A major driving force behind this is not
just the availability of devices, but their rapid growth in computing power.
This growth is frequently described with Moore’s law"®, a statement of the

observed exponential growth in CPU transistor count.
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In chemistry, this explosion of computing power has resulted in profound
effects. Calculations which would have seemed preposterously impractical
at the birth of quantum mechanics — the generation of the integrals used
in this project, as a simple example — are now routine. The fundamental
quantum mechanical nature of chemistry is emphasised and studied, even

in fields relating to large molecules or complex reactions.

For quantum computing, the historical comparison to the development of
classical computing is difficult to avoid 2 At present, qubits are the domain
of teams of researchers specialised in the task of making a scalable device exist,
and the software to run on it. This is not dissimilar to the state of classical
computing in the 1940s, and is a far cry from the ubiquity of — for instance

— computational chemical methods today.

However, the rapid increase of the pace of progress is striking, even on a
time-scale as short as the work described in this thesis. The first experimental
demonstration of the simulation of quantum chemistry, on a two qubit device,
was reported in 2010 — less than a decade prior to the time of writing. In 2017
and 2018, prototypes of so and 72 qubit devices were reported. It has been
argued that the first demonstration of a quantum device outperforming all

classical supercomputers will be possible with such technology.46

The largest molecular simulation on a quantum device was of beryllium hy-
dride in 2017/%% While this represents an impressive and major step forward
in the use of quantum computing for chemical problems, it remains trivial

in comparison to calculations that can be performed classically, even at a full
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configuration interaction level. It is clear that algorithmic improvements re-
main of crucial importance to the development of the practical quantum

simulation of quantum chemistry.

Such improvements continue to be made. Some have been discussed in depth
in the bulk of this thesis, and others were briefly reviewed in Chapter In
a limited sense, the array of quantum methodologies for the simulation of
quantum chemistry begins to resemble the myriad of classical methodolo-
gies. As in the development of computational chemistry on classical com-
puters, it is likely that each of these methodologies and optimisations will
find its own use case. Benchmarking and categorisation attempts — such as

those described in this thesis — will be required in this process.

Quantum computers are unlikely to ever fully replace classical computers
in the study of quantum chemistry. However, their fundamental promise
remains the possibility of performing calculations that could never be per-
formed on a classical device. We speculate that this could open entirely new
avenues to the study of theoretical chemistry, to complement those yielded
by classical devices. If quantum computing today is comparable to the state

of classical computing in the post-war era, then those avenues could stretch

far indeed.



Appendices
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Data sets

This Appendix contains a detailed list of the systems in the SMALL_DATA

and LARGE_DATA sets, as discussed in Chapter

Table A.1.: The systems included in the SMALL_DATA set. Level corresponds to

whether or not our ordering analysis was performed for the system —

N indicates that this analysis was performed for the system, Y indic-
ates that it was not. MO basis gives the molecular orbital basis used —
CMO for the canonical Hartree-Fock molecular orbitals, OAQO for Lod-
win Orthogonalised atomic orbitals, and NMO for natural molecular

orbitals.
Name Charge Mult. Basis MO Basis  N. Qubits Level
Al 0 2 STO-6G CMO 18 Y
Al 0 2 STO-6G NMO 18 Y
Al 0 2 STO-6G OAO 18 Y
Ar 0 1 STO-6G NMO 18 Y
Ar 0 1 STO-6G OAO 18 Y
B 0 2 STO-6G CMO 10 Y
B 0 2 ECP CMO 16 N
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Table A.2.: The systems included in the LARGE_DATA set. Level corresponds to

whether or not the error incurred in Trotterization was considered - N

indicates that this analysis was not performed for this system, Y indic-

ates that it was.

Name Charge Mult. Basis  N.Qubits Level
Methane 0 1 STO-3G 18 Y
Ethane 0 1 STO-3G 32 N
Propane 0 1 STO-3G 46 N
Ethene 0 1 STO-3G 28 N
Propene 0 1 STO-3G 42 N
Ethyne 0 1 STO-3G 24 N
Methanol 0 1 STO-3G 28 N
Ethanol 0 1 STO-3G 42 N
Isopropanol 0 1 STO-3G 56 N
1-Propanol 0 1 STO-3G 56 N
Propanone 0 1 STO-3G 52 N
Methanal 0 1 STO-3G 24 N
Ethanal 0 1 STO-3G 38 N
Ethanoate Ion -1 1 STO-3G 46 N
Ethanoic Acid 0 1 STO-3G 48 N
Hydrogen Peroxide 0 1 STO-3G 24 N
Ethanamide 0 1 STO-3G 50 N
Methylamine 0 1 STO-3G 30 N
Dimethylamine 0 1 STO-3G 44 N
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Gate.act()

This appendix contains the code for the act method of Gat e objects. When
provided a vector representing a state of a register of qubits, this returns a vec-

tor representing the state of the register after the gate has acted upon it.

Listing B.1: The act method of Gate

def act (self,state,debugOn=0) :
"'"Tact the gate on a state vector, return the

state vector.

args:
state —— a dense or sparse state vector to be

acted upon by the gate

debugOn —-- print debug info?
rri
if debugOn:
initialNorm = state.conjugate () .transpose ()
* state
state = scipy.sparse.csr_matrix(state,dtype=

numpy .complex128)
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B. GATE.ACT()

numQubits = int (math.log(state.shape([0],2))

if self.type == 'i':
newState = state * numpy.exp(self.angle *

=23 * numpy.pi)

elif self.type == 'cnot':
controlQubit = self.qubits[0]
controlQubitDec = 2**controlQubit
targetQubit = self.qubits[1]
targetQubitDec = 2**targetQubit

wtf = [x for x in range (2**numQubits) if (
controlQubitDec & x != 0)]
unchangedIndices = [x for x in range (2**

numQubits) if (x not in wtf)]

newState2 = [state[x,0] if x in
unchangedIndices else state[x"
targetQubitDec, 0] for x in range (2**
numQubits) ]

newState = scipy.sparse.csr_matrix(newState2

, dtype=numpy.complex128) .transpose ()

elif self.type in ['rz',6 'rx','ry']:

realAngle = self.angle*2*numpy.pi
identityCoefficient = numpy.cos (realAngle/2)
pauliCoefficient = -1j * numpy.sin(realAngle

/2)
stateCopy = copy.deepcopy (state)
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firstComponent = identityCoefficient *
stateCopy
if self.type == 'rz':
secondComponent = pauliCoefficient *
directFermions.oneZOnState (state, self
.qubits)

newState = firstComponent + secondComponent

elif self.type == 'cz':
firstQubitMask = 2**self.qubits[0]
secondQubitMask = 2**self.qubits[1]
mask = firstQubitMask + secondQubitMask
indicesToPhase = [x for x in range (2**
numQubits) if x & mask == mask]

for index in indicesToPhase:

state[index, 0] = state[index,0] * -1
newState = state
elif self.type == 'h':

state2 = copy.deepcopy (state)

xComponent = directFermions.oneXOnState (
state, self.qubits)

zComponent = directFermions.oneZOnState (

state2,self.qubits)

newState = (2.**-(1./2.)) * (xComponent +
zComponent)
elif self.type == 'hy':

"'hy=l/sqrt(2) I + ix''"’
firstTerm = copy.deepcopy (state)
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B. GATE.ACT()

zComponent = 1j * directFermions.oneXOnState
(state,self.qubits)
newState = (2.**-(1./2.)) * (firstTerm +

zComponent)

elif self.type == 'hyinv':
"'"'hy = 1/sqrt (") I — iXx''"'!'
firstTerm = copy.deepcopy (state)
zComponent = —-1j * directFermions.
oneXOnState (state, self.qubits)
newState = (2.**-(1./2.)) * (firstTerm +

zComponent)

else:

print ('error, no action for gate ' + self.

type + ' found')

if debugOn:
newNorm = newState.conjugate () .transpose() *
newState
if newNorm - initialNorm >= 0.01:
print ('Error - gate ' + self.type + '
on qubit ' + str(self.qubits) + '
increasing norm')
print ('norm ' + str(newNorm -
initialNorm))
if initialNorm - newNorm >= 0.01:
print ('Error - gate ' + self.type + '
on qubit ' + str(self.qubits) + '

decreasing norm')
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print ('norm ' + str(newNorm -

initialNorm))

return newState
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Hydrogen Hamiltonian
orderings

This appendix shows the oplist format of molecular hydrogen in an STO-

3G basis, in a variety of ordering schemes. The oplist format is described in
Chapter

Listing C.1: The oplist describing the Jordan-Wigner Hamiltonian for molecular

Hydrogen in an STO-3G basis, using a magnitude ordering.

[[(-0.8126099824999999+05), [0, 0, 0, 011,
-0.222796615+05), [0, 3, 0, 0]1,
-0.22279661499999995+03), [3, 0, 0, 011,
.174349485+03), [3, 3, O
.17120109750000007+0
.17120109750000007+0
.1686232725+03), [0, 0,

),

),

0, 3, 3
.1658680075+03), [0, 3, 3, O

0, 0, 3

)oo 0

),

1, 2

14

14

.1658680075+03), I[3,
.12054612249999999+07
.12054612249999999+07
-0.045321885+03), [1,

4

14

O O O O o o o o

14
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~ e~ o~~~ e~~~ o~ o~~~

14
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C. HYDROGEN HAMILTONIAN ORDERINGS

[(0.045321885+03), [1, 2, 2, 111,
[(0.045321885+03), [2, 1, 1, 211,
[(-0.045321885+03), [2, 2, 1, 111]

Listing C.2: The oplist describing the Jordan-Wigner Hamiltonian for molecular

Hydrogen in an STO-3G basis, using a lexicographic ordering.

[[(-0.8126099824999999+05), [0, 0, 0, 011,
[(-0.22279661499999995+05), [3, 0, 0, 011,
[(-0.222796615+05), [0, 3, 0, 011,
[(0.174349485+03), [3, 3, 0, 011,
[(0.17120109750000007+05), [0, O, 3, 011,
[(0.12054612249999999+07), [3, 3, 011,
[(0.1658680075+07), [0, 3, 3,
[(-0.045321885+05), [2, 2, 1,
[(0.045321885+03), [1, 2, 2, 1
[(0.045321885+07), [2, 1, 1, 2
[(-0.045321885+05), [1, 1, 2,
[(0.17120109750000007+07), [0,
[(0.1658680075+073), [3, 0, 0, 3
[(0.12054612249999999+07), [0, 3,
[(0.1686232725+03), [0, 0, 3, 3111

0, 311,

0, 311,

Listing C.3: The oplist describing the Jordan-Wigner Hamiltonian for molecular
Hydrogen in an STO-3G basis, using a lexoMag ordering.
[[(-0.8126099824999999+03), [0, O, O, O],

[(-0.22279661499999995+03), [3, O, O, 011,
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.1658680075+073) [0,

.1686232725+03), [0,
), (2,
)

4 4

0.174349485+03), [3, 3, 0, 011,
0.17120109750000007+03), [0, O, 3, 011,
0.12054612249999999+03), [3, 0, 3, 011,
0.17120109750000007+073 0, O , 311,
0

0

-0.045321885+07
.1658680075+073), [3,
.045321885+05), [1, 2, 2, 1
.12054612249999999+07), [0,
.045321885+09), [2, 1, 1, 211,
-0.045321885+03), [1, 1, 2, 2]11]

14 14

),
),
),
3, 3
0, 3,
2, 1
0, 0

14

o O o o

[(
[(
[(
[(
[(
[(
[(
[(
[(
[(
[(
[(

Listing C.4: The oplist describing the Jordan-Wigner Hamiltonian for molecular

Hydrogen in an STO-3G basis, using a commutator ordering.

[[(-0.8126099824999999+03), [0, O, O, 011,

-0.222796615+03), [0, 3, O, 011,
-0.045321885+03), [2, 2, 1, 111,
-0.22279661499999995+03), [3, 0O, O, 011,

[(

[(

[(

[(

[(0.045321885+03), [1, 2, 2, 111,
[(0.17120109750000007+03), [0, O, 3, 011,
[(0.045321885+03), [2, 1, 1, 211,
[(0.17120109750000007+03), [0, O, O, 311,
[(-0.045321885+03), [1, 1, 2, 2]1,
[(0.174349485+03), [3, 3, 0, 011,
[(0.1686232725+03), [0, O, 3, 311,
[(0.1658680075+03), [0, 3, 3, 011,
[(0.1658680075+03), [3, O, 0O, 311,
[(0.12054612249999999+03), [3, O, 3, 011,
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C. HYDROGEN HAMILTONIAN ORDERINGS

[(0.12054612249999999+03), [0, 3, 0, 3111

Listing C.5: The oplist describing the Jordan-Wigner Hamiltonian for molecular

Hydrogen in an STO-3G basis, using a reverseCommutator ordering.

[[(-0.8126099824999999+03), [0,
(0.174349485+03) [3, 3, 0

(0.1686232725+03), [0, O,
)

» 0, 011,

0
’ ]
3 ]
(0.1658680075+03), [0, 3, 3 1
(0.1658680075+03), [3, O, O, 311,
(0.12054612249999999+03), [3, 0, 3, 011,
0.12054612249999999+03), [0, 3, O, 311,
0, 011,
(-0.045321885+03), [2, 2, 1, 111,
(-0.22279661499999995+03), [3, O, 0, OI1,

(0.045321885+03), [1, 2, 2, 111

(0.17120109750000007+03), [0, O

(0.045321885+03), [2, 1, 1, 2]],

(0.17120109750000007+03), [0, O
]

[
[
[
[
[
[
[(
[(-0.222796615+07), [0, 3,
[
[
[
[
[
[ ’
[(-0.045321885+03), [1, 1, 2, 2]1]
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