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Abstract

In the last fifty years, approximate density functional theory (DFT) has
become firmly established as the de facto standard for electronic structure
calculations in chemistry. Although the theory itself is formally exact,
approximations must be made for the unknown ezchange—correlation (XC)
functional, and whilst many successful approximate functionals exist, a
number of deficiencies still persist, leading to many cases where the ap-
proximation breaks down completely. This thesis addresses two prevalent
deficiencies, and examines some novel approaches to reducing and eliminat-
ing them.

Chapter [1| provides a background to electronic structure theory, with
particular reference to the approximate solution of the electronic Schrodinger
equation through ab initio wavefunction methods. Chapter [2| then provides
the formal justification for DFT as an alternative to wavefunction-based
methods, and outlines common approximations to the XC functional. Two
prominent deficiencies of approximate DFT are discussed: delocalisation
error due to non-linearity in the energy variation with number of electrons,
and incorrect long-range behaviour of the XC potential.

Chapter |3| examines a system-dependent tuning technique for the range-
separated hybrid class of XC functionals, whereby the range-separation
parameter is non-empirically tuned to self-consistent energy-linearity con-
ditions, which has been successfully used to improve the calculation of
quantities affected by the delocalisation error. A full, systematic assessment
of this tuning technique is provided, and it is demonstrated that the success
of the technique is aided by a convenient cancellation of errors.

In Chapter [4] the tuned functionals are applied to quantities relevant to
conceptual DFT. It is shown that functionals tuned to the energy conditions
of Chapter [3[remain appropriate for calculation of the electronegativity from
orbital energies, however the density variation with number of electrons—
described by the Fukui function—is better modelled by conventional non-
tuned functionals.

Finally, an entirely new approach to functional development is provided
in Chapter [5l The behaviour of a functional under density scaling is used to
impose homogeneity constraints on a simple functional form, culminating
in an electron-deficient functional that satisfies the appropriate energy-
linearity condition and exhibits the correct asymptotic XC potential.
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QUANTUM MECHANICS

The foundations of quantum mechanics are briefly discussed, with partic-
ular reference to the Schrodinger equation as a determinative of molecular
electronic structure. The importance of the wavefunction as a descriptor
for a particular electronic state is then highlighted, and a discussion is
presented of its use in methods to solve electronic structure problems
in chemistry. Finally, a brief hierarchy of techniques used to approxi-
mately solve the Schrodinger equation is outlined, with reference to the
inherent challenges that lead to the consideration of wavefunction-free

alternatives.

The postulates of quantum mechanics,** culminating in the time-dependent
Schrodinger equation, together describe the behaviour of all known microscopic
matter. It is the approximate solution, through various methods, to this
equation that drives electronic structure theory, in order to model and predict
the structure and properties of molecular systems.

Quantum mechanics has a history stretching throughout the 20th century,
beginning with early efforts to correct failures of traditional Newtonian mechan-
ics. Planck’s quantisation of electromagnetic radiation® began the development,
followed by Einstein’s rationalisation of the photoelectric effect® and Bohr’s
hypothesis of quantised angular momentum.® The links between electromag-
netic radiation and matter were cemented with de Broglie’s conjecture” that

any moving body possesses a wavelength inversely proportional to its linear

1



2 + CHAPTER 1: QUANTUM MECHANICS

momentum, giving rise to the concept of wave—particle duality.

Both Schrodinger®™® and Heisenberg™® independently developed formu-
lations of quantum mechanics. Whilst the two formalisms were developed
and expressed using different mathematical concepts, the two are equivalent.
Although the matrix terminology of Heisenberg’s formalism is best suited to
formal manipulations of the theory, the familiarity of Schrodinger’s functions
and differential calculus lends itself more readily to interpretation of the theory

and to calculating numerical results, ultimately leading to its widespread fame.

1.1 THE SCHRODINGER EQUATION

The time-dependent Schrodinger equation is given by
ih— = HU (1.1)

where ¥ = U(xy, @y, ..., x,, 1) is the wavefunction, dependent on both time
t and the coordinates x of each of the n particles in the system. Here, x is
a coordinate combining the spatial position r and spin coordinate s of the
particle. H is the Hamiltonian operator for the system, the terms of which
describe the contributions to the total energy E of the system, and A is the
reduced Planck constant i = h/27.

For many purposes we are not concerned with time-dependent interactions,
and for applications where the potential energy is independent of time, the
Schrodinger equation is separable into components describing the time and space
variation of the wavefunction, respectively. The time-dependent component of

—iEt/h which does not affect

such a wavefunction is a complex phase factor, e
the absolute square of the wavefunction. Given that only the absolute square of
the wavefunction—rather than the wavefunction itself —has physical meaning™®
(corresponding to the probability density of finding a particle at a given point in
space), the phase factor has no effect on the interpretation of the wavefunction
and we can remove the direct time-dependence. The resulting time-independent

Schrodinger equation is given by
Hy = B, (1.2)

where ¢ = (21, ®a, ..., x,) is the time-independent wavefunction.
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1.1.1 BORN—-OPPENHEIMER APPROXIMATION

A further simplification we can make is the approximation outlined by [Born
and Oppenheimer|,™® which involves separating the Schrodinger equation into
two further parts: electronic and nuclear. This allows us to solve separately
an electronic Schrodinger equation—where the nuclei are regarded as fixed in
position and exerting a static external potential on the electrons. Repeating
this for a set of external potentials arising from different nuclear configurations
then builds up a potential energy surface for the system.

This decoupling of the nuclear and electronic motions is made possible by
the large difference in their masses: any change in nuclear position produces a
near-instantaneous response in the electrons, and so from the point of view of the
electrons, the nuclei can be regarded as fixed. The approximation relies on the
assumption that electrons behave adiabatically with respect to nuclear motion,
1.e. that the electronic state is unaffected by a change in the nuclear position.
When electronic states are sufficiently separated in energy this assumption is
generally valid, however as the energy of two or more states approach each other,
non-adiabatic effects may cause the approximation to break down, necessitating
a correction due to the coupling between electronic states. In general, the
Born—Oppenheimer framework provides a robust approximation for ground

states, but can be less reliable for excited states.

1.1.2 ATOMIC UNITS

Before we delve into the form of the Hamiltonian, we first comment on the
concept of atomic units (a.u.), which will be used extensively throughout
this thesis, and are implied unless otherwise specified. The advantage of using
atomic units lies in their definition, whereby four fundamental constants, namely
electronic mass m,, elementary charge e, the reduced Planck constant h, and
the electrostatic constant k, = 1/4me, are assigned the value of unity.

With this convention, numerous physical constants and derived units can be
reduced from mathematically complicated combinations of the above quantities
in SI units, to unity or similarly simple forms in atomic units. A summary of

units pertinent to this work is given in Table [I.1]

Certain care must be taken in the interpretation of quantities expressed
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Table 1.1: Definitions of fundamental and derived atomic units,
each with a value of unity, relevant to this work.

Name Symbol Approx. value in common units
Electron mass Me 9.109 x 10~3' kg
Elementary charge e 1.602 x 10~ C
h
Reduced Planck’s constant h = o 1.055 x 10734 J s
T
1
Electrostatic constant = 8.988 x 109 Nm? C—2
47’1’60
dmegh?
Bohr radius; “bohr” [length] ag = <0 5 0.529 A
Mee
mee* e2
Hartree [energy] Ey = (meoh)? ~ 27.211eV
. . By
Electric potential — 27.211V
e
Electric dipole moment eag 2.542D

in atomic units—since they reduce to unity and effectively cancel each other
out they are often thought of and expressed as unitless, or otherwise under the
catch-all notation of “a.u.”. This can lead to a certain dimensional ambiguity
when mathematical operations are performed; it is important to note that the
same rules of dimensional analysis must apply as with traditional units, in

particular the homogeneity of units.

1.1.3 ELECTRONIC SCHRODINGER EQUATION

Within the Born—Oppenheimer approximation, we can reduce equation (|1.2))
to an electronic time-independent Schrodinger equation, which we formally

restate for an N-electron system as

Hepe(z"; R) = E.(R)ve(x"; R) . (1.3)

The “e” subscript refers to the electronic quantities, ¥ = x;, @, ..., xy refers

to the dependence on each of the electronic space—spin coordinates, and R
refers to the parametric dependence on the (fixed) positions of the nuclei. For
the remainder of the work we will be working exclusively with this electronic

problem, and so we simplify the notation back to

Hip = FE. (1.4)
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The Hamiltonian H is given, in atomic units, by

N N N

. 1 1
H:——ZV?jLZv(ri)jL —, (1.5)
245 i i<y i
where
Zo

is the external potential acting on electron ¢ due to nuclear charges Z,. For
brevity, we define

]A{:T+‘A/en+‘>;ee (17)
where T, V;n, and Vi, correspond to the three terms in equation 1} and

are identified as the kinetic, electron—nucleus attraction, and electron—electron
repulsion operators, respectively. Note that the potential in equation will
contain additional terms in the presence of external fields.

The total energy is then given by the sum of the electronic energy E and

the nucleus—nucleus repulsion energy V;,,,

775
Vin =Y _ Froy (1.8)
a<f «

The result is independent of whether this quantity is added after solving
equation 1} for E, or whether it is included in the definition of H itself and
the total energy determined directly.

Many acceptable solutions exist to equation , comprising the eigenfunc-
tions v with their corresponding eigenvalues E'; the ground state wavefunction
and energy are denoted vy and FEj, respectively. The eigenfunctions 1 form a
complete, orthonormal basis, in terms of which any observable state 1)'—which
may or may not be an eigenfunction of H—may be expanded. It follows that

the expectation value (the mean of many measurements) of the energy, given
by )
o (WIHY)
EW|=(H) = —+—+, 1.9
(V'] = (H) ) (1.9)

is an upper bound to the exact ground state energy FEj,
B[] > Ey. (1.10)

The ground state energy is given only if equation ([1.9)) is evaluated with the

exact ground state wavefunction 5. We can therefore define the ground state
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wavefunction and energy as a full minimisation of the functional E[¢] with

respect to all allowed N-electron wavefunctions,

By = min E[y]. (1.11)

1.2 HARTREE-FOCK THEORY

The simplest appropriate approximation to the wavefunction comprises a
product of N one-electron spin orbitals y;(x), antisymmetrised to satisfy the

Pauli principle,*” in the form of a Slater determinant?

Vup = \/%det[xl(a:l),xg(wg),...,XN(ch)], (1.12)

where each y; is the product of a spatial orbital dependent on the coordinate r
and a spin function accounting for o and S spin states, and the prefactor ensures
the normalisation condition (¢ |tyy) = 1. Hartree-Fock (HF) theory® ¥ takes
this Slater determinant as an approximation for the true wavefunction, by

finding the set of orbitals that minimises the expectation value

N | N
:ZHZ»+§Z(JZ-]- — K;;) (1.14)
i irj
N | N
=D (ilhli) + 5 > (Glig) — (idlii) (1.15)
i irj
where we introduce shorthand notation for one- and two-electron integrals

(1l7) = (xilx;), and (ijlkl) = <Xin|Tf21|Xle>, respectively, using the Dirac
notation such that

(vl o) = [ [ xi@n; @i les) derdes. (116)
The operator h corresponds to the one-electron Hamiltonian,
~ 1 9

and J;; and K;; correspond to the Coulomb and exchange integrals, respectively.

The former term is the classical Coulomb repulsion of a charge distribution
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with itself, whereas the second term arises due to the antisymmetry condition
of the Pauli principle, and is a lowering of the energy due to like-spin electrons
avoiding one other. Importantly, J; = K;;, and so any terms pertaining to an
electron interacting with itself cancel, correctly, to zero; the consequence of
the failure of approximate DFT (Chapter [2)) functionals to replicate this is of
direct relevance to this thesis.

The minimisation of equation (|1.13))—which yields the best approximate
wavefunction of this form due to the variational principle—proceeds under the

constraint of orthonormal orbitals
(il7) = bi; - (1.18)

This gives rise to the Hartree-Fock equations,
N
Exi(@) = epx;(@1), (1.19)
J

where ¢;; are the elements of a matrix of Lagrange multipliers, the Fock operator

F defines the effective Hamiltonian,

A ~ A

F=h+j—k, (1.20)

and j and k are the Coulomb and exchange operators respectively. These are

defined, by their effect on orbital x;(x), as

N

it = 3 { [ L ). (1.21)
and
kyi(xy) = i {/deg} (). (1.22)

J
The HF (Slater determinant) wavefunction is invariant to a unitary trans-
formation of the orbitals, as is the Fock operator. Furthermore, the matrix of
Lagrange multipliers € is Hermitian, and so there must exist a transformation
(and corresponding set of transformed orbitals) that diagonalises €. Thus we

can write the Hartree-Fock equations in the canonical form,

Fxi(xy) = eixi(x) . (1.23)
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The solutions to these equations for an N-electron system comprise a set of
eigenfunctions—the orbitals {y; }—with associated eigenvalues—the orbital en-
ergies {¢;}. The N orbitals lowest in energy correspond to the occupied orbitals,
whereas the remainder (in principle infinite in number) are the unoccupied, or
virtual orbitals.

It must be noted that the eigenvalue equation equation is not truly
a linear problem. In fact, the Fock operator (through the Coulomb and
exchange operators) is itself dependent on the solutions {y;} to the problem.
The resolution to this apparent contradiction comes in the form of the self-
consistent-field (SCF) method, whereby the problem is tackled iteratively,

starting from an initial guess for the orbitals.

1.2.1 ROOTHAAN—HALL EQUATIONS

For an N-electron closed-shell system, a restricted (RHF) formalism is custom-
arily employed, where N/2 pairs are formed of opposite-spin electrons. Each
a-spin electron occupies a spin orbital with an identical spatial component
to its [-spin partner—or, equivalently, the HF wavefunction comprises N/2
doubly occupied spatial orbitals. One can then integrate over the spin functions

to derive spatial HF equations,
Foi(r) = eipi(r), (1.24)

where ;(7) is the spatial part of x;(x).

Although numerical solutions to the HF equations equation ((1.24]) are
tractable for atoms due to their spherical symmetry, the situation is much more
complex for molecular systems, and for most practical purposes the orbitals

are expanded in a basis set of known spatial functions,

pi(r) = cuithy(r). (1.25)
If {0;} were a complete set, the expansion would be exact, however for practical
purposes a finite set must be used; the choice of basis set thus has a direct
effect on both the quality of the expansion and the computational complexity,

and is an active and subjective area of research.
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By substituting equation ([1.25) into the HF equation equation (|1.24)),

multiplying on the left by 7, and integrating over 7, we obtain
D i WulFW,) =& > cui (9]9,) - (1.26)
We define the Fock matrix F' and the overlap matrix S as

Fuw = (9, FI0,) . (1.27)

and

S,uu = <19u‘79u> s (128)

where the latter arises as there is no orthonormality constraint on the basis
functions (for an orthonormal basis set, S is the identity matrix). The Roothaan—
Hall“*2% equations of equation (1.26]) can then be simply represented as

Fc= Sce, (1.29)

a set of matrix equations soluble using conventional techniques.

1.2.2 BASIS SETS

There are two approaches to the choice of basis set that dominate the field.
Plane wave basis sets are common in calculations on periodic systems, however
for isolated gas-phase molecules—and all the calculations relevant to this work—
by far the most prevalent choice is for atom-centered basis functions. The
idea stems from the knowledge that the electronic Schrédinger equation can be
solved exactly for hydrogenic systems, coupled with the assumption that the
one-electron Hartree—Fock orbitals will be similar to these solutions, and that
atoms in molecules will behave similarly to lone atoms.

Atomic orbitals (AOs) are chosen to approximate the hydrogenic solutions,

centered on each of the nuclei. The first proposed approximations2*2®

were
Slater-type orbitals (STOs), which take the form (for a function centred on the
origin 7o)

PO (1) = N — oL e cIr=rol (1.30)

where N is a normalisation constant, n is the (effective) principle quantum

number, and ¢ is an adjustable parameter, the Slater orbital exponent. Note



10 - CHAPTER 1: QUANTUM MECHANICS

that we have omitted the system-independent angular part of the function,
which is universally given by the set of spherical harmonics.

The Slater functions exhibit a form that can lead to highly accurate results,
however the evaluation of the four-centre integrals described by equation (|1.16|)
over these orbitals is a difficult computational prospect, and the calculation
quickly becomes difficult as system size increases. By far the most common
functions in use today are the Gaussian-type orbitals (GTOs) introduced by

Boys.”? In Cartesian form, these are written
90 (r) = N2 — 20)"(y — 90)’ (2 — Zo)k g elr=rol ) (1.31)

where the sum ¢ + 5 + k£ is analogous to the angular momentum quantum
number [, and « is the Gaussian orbital exponent.

In contrast to the STOs, the Gaussian functions exhibit a zero slope at
the origin rather than the cusp present in the true hydrogenic orbitals, and
decay much more rapidly at long range. For this reason STOs give a better
qualitative description of the hydrogenic orbitals than GTOs; a more accurate
description can be built up for the latter by taking a linear combination of
many Gaussian primitives, leading to contracted Gaussian functions. This is
made computationally possible by the greater ease of evaluating integrals over
the GTOs: the product of two Gaussian functions at different centres reduces
to a single Gaussian function at a centre between the two.

The Gaussian functions can, as written above, be implemented in their
Cartesian form and, indeed, this is often simpler. However a subtlety arises
for [ > 2, where a greater number of Cartesian Gaussian functions arise than
the corresponding spherical harmonics. As an example, the “d” orbitals (I = 2)
comprise five spherical harmonics, but six combinations of 7, 7, and k. Linear
combinations of the Cartesian GTOs give five combinations corresponding to
the five spherical GTOs, whereas the sixth (superfluous) combination exhibits
the angular behaviour of an s-orbital. Spurious functions such as this are
somewhat inefficient, and it may be preferable to transform the GTOs into the
spherical harmonic basis and so reduce the number of basis functions.

A final consideration to note is the number of functions that are required
for the basis set to be sufficiently flexible to produce accurate results. In a
so-called minimal basis set, there exists a single basis function (typically a

contracted Gaussian function) to describe each AO. Improvements can then be
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made by including additional functions (both of the same and of higher angular
momenta) to increase the flexibility of the basis set. Polarisation functions
typically take the form of orbitals with higher angular momenta than those of
the occupied AOs—these have the effect of distorting the shape of the AOs,
accounting for the distortion of the electron density due to, for example, other
atoms in the molecule. Polarisation functions are also vital to the description
of electron correlation, in order to correctly describe the electron—electron cusp
arising from the reduction in the probability of two electrons occupying the

same space.

Additional diffuse functions can also be included for cases where the electron
density is more spread out, such as in excited states and anions. These typically
take the form of single, shallow GTOs with small exponents and improve the

description at larger distances from the nucleus.

1.2.3 OPEN-SHELL SYSTEMS

For open-shell systems two formalisms arise. In restricted open-shell Hartree—
Fock (ROHF), pairs of opposite-spin electrons exist in doubly occupied “closed-
shell” orbitals, whilst the remainder exist in singly occupied “open-shell” or-
bitals. Conversely in unrestricted Hartree-Fock (UHF), the spatial components
of orbitals for opposite-spin electrons are allowed to differ. The orbitals are
obtained from the Pople-Nesbet equations,® which are o and 3 analogues of

the Roothaan—Hall equations.

In principle, the UHF formalism for closed-shell systems should reduce to
the RHF case, although treatment of cases such as dissociation into open-shell
fragments will be handled differently. For open-shell systems, UHF tends to
give a lower variational energy than ROHF due to its better description of, for
example, an unpaired 2s«a electron exhibiting a different interaction with either
a (paired) 1sa or 1sf electron. That being said, care must be taken, as whilst
the ROHF wavefunction is an eigenfunction of the $2 spin operator, the UHF

wavefunction is not, and may exhibit varying degrees of spin contamination.
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1.3 CORRELATED METHODS

Through the variational principle, the HF energy is an upper bound on the
exact energy. Aside from the one-electron case for which it is exact, it remains
an approximation due to its mean-field treatment of the interaction between
an electron with the others in the system, through modelling the wavefunction
as a single determinant. In particular, the mean-field approach fails to ac-
count for the electron—electron cusp of opposite-spin electrons (although some
correlation between like-spin electrons is modelled), and a single determinant
cannot accurately describe certain situations such as a molecule approaching
dissociation.
The correlation energy is defined as the difference between the exact energy
and the HF energy,
E.=FEy— Eyw <0. (1.32)

Much of the research in the field of electronic structure theory has revolved
around calculating and incorporating this correlation energy, in order to solve
problems with quantitative accuracy. For the remainder of this chapter, we
briefly discuss a number of approaches, before justifying the need for a more
computationally accessible alternative, which will be the focus of the remainder

of the thesis.

1.3.1 CONFIGURATION INTERACTION

The justification for the method of configuration interaction arises from the
ability®! to express the exact wavefunction as a linear combination of all possible

N-electron Slater determinants that arise from a complete set of spin orbitals,

o) = ) + ) e [E) + D P i)+ (1.33)
a,t a<b i<j
= |thur) + Z P ) + Z ORI ) + .. (1.34)
ab,z,j
= (1+01—|—02+...) |¢HF> . (135)

The C, (singles) excitation operator generates all possible singly excited deter-
minants by changing the orbital occupancy of the wavefunction, through the

operator 7/, which “moves” an electron in the 7th occupied orbital to the ath
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virtual orbital; the coefficients ¢ (amplitudes) are determined by minimising
the electronic energy. The Cy (doubles) operator is analogous for doubly excited
determinants, with the series increasing until all possible Slater determinants

are included, the so-called full configuration interaction (FCI) limit.

FCI is exact (within a given basis set—approximations are still introduced
by the need for a finite basis set), but the vast number of terms that emerge
as the number of electrons increases means it is impossible to compute for all
but the smallest of systems. In practice, one must truncate the expansion to
a finite order. Inclusion of singles only (cIS) is no different to Hartree-Fock
itself: the singly excited determinants do not couple with the ground state, as
a consequence of Brillouin’s theorem.?? As a result, to see any improvement
one must at least include singles and doubles (CISD), and this remains the most

commonly used truncation.

One disadvantage of truncated CI is that it is not size-extensive. Consider
two non-interacting He atoms: for a method to be size-extensive, a calculation
on the two-atom, four-electron system should give an identical energy to twice
that of a single isolated He atom. The c1SD method is equivalent to FCI for
a two-electron He atom: single and double excitations generate all possible
determinants and so the method is exact; doubling the energy gives the exact
energy for the two non-interacting atoms. A CISD calculation on the four-
electron system with two He atoms, however, neglects the determinants formed
by triple and quadruple excitations and so does not give the same, exact, energy.
Although the size-extensivity error can be reduced,®? its presence restricts the
usefulness of truncated CI, leading to the consideration of the size-extensive

alternative of coupled-cluster theory.

1.3.2 COUPLED-CLUSTER THEORY

Whereas CI represents the wavefunction as a sum of excitation operations

[Yor) = (1+ D cutu) [¥me) (1.36)
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the coupled-cluster (CC) method instead expands the wavefunction as a prod-

uct’&l*db

|Yec) = H(1 + tu%u) V) (1.37)
= o [thue) (1.38)
= (LT 4 ) ) (1.39)

which holds due to the property %ﬁ = (0. The excitation operator is given by
T=Ty+Ty+..., (1.40)

where
Ty =) (1.41)

Ty= >t (1.42)
a<b,i<j
and so on. As with FCI, a full expansion of all possible excited determinants
gives the exact wavefunction for the given basis set, however it is when the
expansion is truncated that the advantages of CC manifest.

Consider the prevalent truncation including only the single and double
excitations, ccsD, where 7' = T} 4+ Ty. The inclusion of singly excited de-
terminants is similar to CI, with each contribution possessing an associated
single-excitation amplitude ¢.. Doubly excited determinants, however, can
arise in two ways: both from the connected contribution of the Ty operator,
with associated double-excitation amplitudes tfj;, and from the disconnected
contribution of the T} operator acting twice. This disconnected contribution
is instead associated with a product of single-excitation amplitudes t;‘t?. In a
similar manner, disconnected contributions appear from triple, quadruple, and
higher order excitations.

Whilst these disconnected contributions do not give an exact treatment of
the higher-order excitations, their inclusion is beneficial to the overall accuracy
of the method. Importantly, returning to the example of two non-interacting He
atoms, the presence of the disconnected contributions accounts for all possible

excitations, and so the method is size-extensive.
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The ccsb method is a popular benchmarking tool, and can presently be
applied to molecules of reasonable size. Systematic improvement, however, in
order to achieve true quantitative accuracy by inclusion of triples (CccsDT®?)
and higher terms, is again hindered by an unmanageable computational cost
for all but the smallest of systems. Approximations to both ccsb and ccsDT
have been developed in the form of cc29%3% and cc3 *" which mitigate some
of the cost of their parent methods.

4243 rather

A variant of cCSD is formulated in terms of the Brueckner orbitals
than the HF orbitals, and is termed the Brueckner Doubles (BD)*! method.
The Brueckner orbitals are linear combinations of the HF orbitals that give rise
to single-excitation amplitudes of zero in the coupled-cluster formulation. The
benefit of this approach is in mitigating some of the complexity of ccsD, along
with potential problems associated with large single-excitation amplitudes,
without sacrificing its accuracy.

A final important note is that the CC methods are not variational, and
may overestimate the correlation energy. The typical error, however, is much

lower than that caused by the non-size-extensivity of truncated CI.

1.3.3 PERTURBATION THEORY

An alternative approach, which—Ilike coupled cluster—is (in principle) sys-
tematic, size-extensive at any level of truncation, but not variational, can be
identified by considering perturbation theory. We represent the true Hamil-
tonian for a system as H = Hy + \V, where H, is a reference Hamiltonian
whose eigenvalues and eigenfunctions are known, and V is a perturbation that
transforms the reference system into the true system through the parameter \
(A = 0 indicates the zeroth order, unperturbed system whereas A = 1 describes
the true system).

If ﬁg is well chosen then the perturbation will be small, and we can
approximate the exact wavefunction and energy by expanding as a Taylor series
in A. Although we present only the main results relevant to this work, a full
treatment is again given in Refs 2l and 3l

Mgller-Plesset® perturbation theory (MPPT) chooses Hy to be a sum
over the one-electron Fock operators of equation , with the perturbation
givenby V=H — Hy= H — > F(rl) The zeroth order energy is simply the
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expectation value of Ho,

O = (Yye| Hol|thue) (1.43)

where ¢y is the ground-state HF wavefunction, whilst the first order correction
is given by
D = (e |V e - (1.44)

It is immediately clear that the Hartree-Fock energy is equivalent to the sum
of these two terms, i.e. the first-order truncation of MPPT,

HF — <wHF‘ﬁ‘wHF> = <wHF|ﬁ0 + V’wHF> = F© + EW . (1.45)

It can be shown that the second order correction to the energy is given by

‘ 2

2O _ Z | (ij]ab) — (ij|ba) (1.46)
)

€j —Eq — €&
ab:ZJ + J “ b

and truncating here yields the second-order MPPT approximation, denoted MP2.
Although MP2 is a commonly used method, further terms can be systematically
added by truncating at higher orders, however doing so does not, in general,
produce a systematic improvement worthy of the increasing computational
complexity.

The principles of MPPT can also be applied to the coupled-cluster methods
of Section Applying the MP-type perturbation to the ccsD wavefunction,
such that the triples correction is introduced perturbatively4® yields the ccsD(T)
method. This useful approach provides much of the improved accuracy of
the full ccsDT method, without a large part of the significant increase to
computational cost. A similar perturbative approach can incorporate triples

into the BD method, to give a method denoted BD(T).

1.3.4 BASIS SET DEPENDENCE

A final comment must be made on the dependence of these correlated wavefunc-
tion methods on the choice of basis set. In particular, a great many polarisation
functions are required to accurately model the electron—electron cusp, resulting
in very large basis sets. This, in part, stems from the need to describe not

only the ground-state (HF) determinant, but also excited-state determinants,
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which involve occupation of orbitals that are virtual in the ground state. The
accurate description of a wavefunction incorporating an increasing number of
excited-state determinants requires an ever-increasing flexibility in the basis set,
and the convergence towards the complete basis limit is slow. Similarly, any
small increase in system size necessitates a large increase in basis set flexibility.

In general, correlated methods scale poorly with system size—ccsD(T), for
example, formally scales as M”, where M is a measure of the system size related
to the number of basis functions. Since the number of basis functions required
for an accurate calculation itself increases with system size, calculations can
rapidly become intractable, and the use of these methods—using presently
available computational techniques—is unfeasible for all but the smallest of
systems.

As an illustration, the limit to date of full CI has been systems of no more
than around ten electrons, standard cCSD(T) implementations would take weeks
or months to model several tens of electrons, whereas more efficient algorithms
have permitted calculations on up to several hundred electrons. Despite rapid
increases in computational power and memory, along with many technical
advances in the optimisation of methods and algorithms, application of these
correlated methods to systems of several thousand electrons or more are likely
to remain inaccessible for the foreseeable future, and it is this that leads us to
consider methods formulated around a much simpler, more accessible quantity:

the electron density.






DENSITY FUNCTIONAL THEORY

Density functional theory is introduced as a formally exact alternative to
correlated ab initio electronic structure methods. The electron density
is shown, through the Hohenberg—Kohn theorems, to contain sufficient
information to describe and determine all properties of the system.
The Kohn—Sham method is then introduced as a practical route to
solving electronic structure problems, by approximating the exchange—
correlation functional. Finally, methods of approximating this functional

are discussed, along with ongoing challenges in their development.

Chapter (1] introduced approaches to approximately solve the Schrodinger
equation by approximating the exact ground-state wavefunction 1. Whilst
such methods can, in principle, produce very accurate results, in practice it
becomes very difficult to perform calculations on even modest systems, owing
to the huge complexity of the N-electron wavefunction ¢ (@, xs, ..., xy). This
complexity stems from its dependence on the four (three spatial and one spin)
coordinates of each electron in the system along with, implicitly, the positions
of the nuclei. This, coupled with the increasingly large basis sets needed to
correctly model the electron—electron cusp, led many to investigate whether a
simpler quantity could be used to determine the required information.

One such quantity was the one-electron density p(r), and early models
involving p date back to the late 1920s, with the work of Thomas, Fermi and

Dirac.*"%9 At the time, there was no formal proof that an exact theory could

19
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be derived in terms of p, and these models did not gain wide acceptance until
much later, when in 1964 Hohenberg and Kohn provided such a proof. Despite
this, their decision to use the electron density p—more properly the electron
probability density—was arguably an intuitive one, as reputedly observed by
E. Bright Wilson following a presentation of Hohenberg and Kohn'’s work (the
latter is discussed in Section . He noted that cusps in the density indicate
the positions of the nuclei, and that the slope of the cusp is related to the

nuclear charge by

0
%ﬁ(ﬂmmzo = —2Z4p(0), (2.1)

for a given nucleus A, where p is the spherical average of the density. This,
coupled with the knowledge that the density integrates to the total number of

electrons
/p<r) dr =N, (2.2)
suggests that all the information required to determine the Hamiltonian, and

thus all the desired properties of a system, is contained within the density.

2.1 THOMAS—FERMI THEORY

Conceptually, the idea was simple: to express each of the terms defining the
total energy associated with the Hamiltonian operator in equation (1.7)) as a

functional of the density, rather than the wavefunction, such that
Elp] = T[p] + Veulp] + Vee[p] (2.3)

=7(p)+ [ plr)etr) dr + Vil (2.4

where T'[p] is the electronic kinetic energy, Vi,[p] is the electron—nuclear inter-
action energy, and V.[p| is the electron—electron repulsion energy. Note that,
simplistically, a functional F[f] (denoted with square brackets), differs from a
function f(z), in that the latter takes a number as input and returns a number,
whereas the former takes a function as input and returns a number.

Using statistical arguments to model the distribution of electrons in an
atom, Thomas*” and Fermi“® derived an expression for the total kinetic energy

of a non-interacting system in terms of the electron density,

Trelp] = CT/,O5/3<’I") dr, where C; = %(3%2)2/3. (2.5)
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This is an example of the modern idea of a local density approrimation, where
conditions appropriate for a uniform electron gas (UEG) are applied to local
systems.

The original Thomas—Fermi model approximated V.. using only the classical

Coulomb potential energy,

=3 / / %j’f’“?)dm drs. (2.6)

Of course, this neglects completely the non-classical part, and the Thomas—

Fermi—Dirac model”

energy of the UEG,

improves the approximation by adding to V,. the exchange

3/3 1/3
Ex[p] :Cx/p4/3('r') dr, where Cx = ~1 (;) . (2.7)

The true electron density of an atom or molecule does not resemble that
of the UEG, and so the approximations remain somewhat over-simplified.
It is likely for this reason—along with the failure to match the accuracy of
existing approximations—that the model was initially seen as unimportant
for any quantitative application. The kinetic energy term, in particular, was
problematic. From the Virial theorem, the kinetic energy for an atom is the
negative of the total energy, and is thus relatively large. As a result, even small
errors in its approximation can lead to large errors in the result obtained.

In the context of Hohenberg and Kohn’s proof, however, the perspective
changed dramatically. Now, the TFD model was an approximation to an exact
theory, offering important insights into the potential for improved approxima-
tions. Indeed, the principles of modelling a non-interacting system, and of a
local density approximation, became vital components of Kohn—Sham theory

and early approximations of the exchange—correlation energy (Section .

2.2 THE HOHENBERG—KOHN THEOREMS

As can be seen from equation (|1.5)), the Hamiltonian for a system is completely
defined by the number of electrons N and the external potential v(r), and
so with the knowledge of these quantities one can, in principle, determine all

properties of the ground state. The legitimacy of replacing N and v(r) with
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p(r)—as with the TFD explicit functionals of the density—was proven in 1964
by Hohenberg and Kohn.”"

2.2.1 FIRST HOHENBERG—KOHN THEOREM

Their deceptively simple reductio ad absurdum proof shows that two external
potentials differing by more than an additive constant cannot be associated with
the same density, or in other words p(r) uniquely determines v(r). Since N is
also determined trivially by quadrature, all terms in the electronic Hamiltonian
can be written as functionals of the density.

Consider two external potentials, v(r) and v/(r), differing by more than
a constant, which give the same ground-state density p(r). These, in turn,
give rise to two Hamiltonians, H and H’, with the same density but different
normalised wavefunctions ¢ and ¢/, and corresponding ground-state energies
E and E'. Taking ¢ as a trial wavefunction for H gives, from the variational

principle,
Ey < (W|H[Y') = @/ |H'[¢) + (| H — H'[¢) (2.8)
= E, + / p(r)[v(r) — ' (r)] dr. (2.9)
Similarly, taking ¢ as a trial wavefunction for H' gives
Ey < (W|H'|¢) = (W|H[) + (W1 H' — HJv) (2.10)
= Ey — /,0(7“) [o(r) — ' (r)] dr. (2.11)

Summing these two inequalities results in Ey + E| < Ej + Ep, which is a clear
contradiction. Thus the original postulate—that two differing potentials can
be associated with the same density—must be false.

In other words, v(r) is uniquely determined by p(r) (to within a trivial

additive constant). Since N is determined by quadrature,

N:/p(r) dr, (2.12)

it must follow that p(r) is able to determine all properties of the ground state.

We can thus write the total electronic energy as a functional of the density,

Elpl = [ plr)u(r) dr + Funlp] (2.13)
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where

Fuxlp] = Tl + Veelp] = (|7 + Vo)) - (2.14)

It may also be noted that V.[p] can be written as the classical Coulomb
repulsion (in terms of the density) J[p|, added to a non-classical term. This
latter term is very important, and will be a major component of the exchange—

correlation energy defined and discussed below.

2.2.2 SECOND HOHENBERG—KOHN THEOREM

The second theorem of Hohenberg and Kohn®” introduces the energy variational
principle in terms of the density. Consider a trial density p(r) > 0, where
[ p(r)dr = N. From the first Hohenberg-Kohn theorem, there is a unique
potential o(7), and hence wavefunction 1, associated with p(r). This wavefunc-
tion can in turn be taken as a trial function for the system of interest—with

external potential v(r)—such that

W1 = [ pryutrydr + Fuli) = B > Bl (219
Thus, for a trial density p(r),
Eo < E[f], (2.16)

where Fj is the ground-state energy.

To obtain the ground-state energy, therefore, the energy must be minimised
with respect to variations in the density, subject to the constraint that the
number of electrons remains constant, equation . This leads to the

stationary condition

5pr) (E[p] —p Uﬂ(r)dr—ND =0, (2.17)

gf([f; —pu=0, (2.18)

where 0/dp(r) denotes a functional derivative, i.e. the change in the functional

or

in response to a local change in the input function. The Lagrange multiplier
p is characteristic of the system and is termed the (electronic) chemical po-

tential, measuring the escaping tendency of an electron from the equilibrium
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system.”™2 Through its link with electronegativity,” 3 this quantity has

particular significance in conceptual DFT, which will be discussed in Chapter [4
Combining equations (2.13)) and ([2.18]) gives the Euler-Lagrange equation

_ OE[p]
= ) (2.19)
= u(r) + 6;21(“71[5 ] (2.20)

We therefore have a formally exact theory: given the exact Fy[p] we can, in
principle, solve equation for any given system. Unfortunately, the explicit
form of Fk[p] is unknown, and it is around this problem that much of the field
of research in DF'T has developed in recent years. We have seen already that
this term can be approximated—indeed, the early work of Thomas, Fermi and
Dirac can be seen as approximations to its components T'[p] and V.[p], but
even small errors in these approximations can render the theory unusable.

A practical workaround to this problem was provided shortly after, by Kohn
and Sham, and this is addressed below. First, though, we discuss another

potential problem: that of the trial density.

2.2.3 v- AND N-REPRESENTABILITY OF THE ELECTRON

DENSITY

The Hohenberg—Kohn theorems were an important breakthrough, demonstrat-
ing that the ground-state electron density uniquely determines the properties of
the ground state, however there is a subtle setback. We now introduce the con-
cept of a v-representable density—which is defined as a density associated with
the antisymmetric wavefunction of a Hamiltonian of the form equation ,
with some external potential v(7). By necessity, the densities considered in
the proofs above are v-representable, but in general a density may not be.
This is an important distinction, and so we restate the first Hohenberg—Kohn
proof as the assertion that a v-representable density has a unique mapping to
a single ground-state wavefunction, and thus determines the properties of its
ground state. Importantly, the idea that all the ground-state properties can
be described as functionals of the electron density only holds—assuming the

above proofs are followed—if the density is v-representable.
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We know the exact ground-state density for a system will be v-representable,
but the variational principle of equation breaks down if the trial density
is not v-representable. This presents a problem, as many physically reasonable
trial densities can, in fact, be non-v-representable.**? It turns out that we can,
in fact, reformulate the theory such that the density need only satisfy a weaker
condition: that of N-representability.

An N-representable electron density is one that can be derived from an anti-
symmetric N-electron wavefunction: a necessary condition for v-representability,
but weaker than the latter. In other words, v-representable densities form a
subset of N-representable densities, and so the exact ground-state density is
both v- and N-representable. The conditions for N-representability are known
and, indeed, are satisfied for any reasonable density. Specifically, the density
must be everywhere positive, integrate to the number of electrons, and be
differentiable, i.e. p(r) =0, [ p(r)dr = N, and [ |Vp(r)'/?|?dr < oo.

2.3 THE LEVY CONSTRAINED SEARCH APPROACH

In order to avoid the v-representability problem, Levy introduced the con-
strained search approach,®®% which minimises over N-representable densities.
First, we redefine the Fyi[p] functional in terms of a constrained search ap-
proach. Consider two wavefunctions: the true ground state 1y, and a second
wavefunction ¢, both of which integrate to the ground-state density po(7).

From the variational principle,

(W/[H|W') > (o HItbo) = En, (2.21)

where H =T + Vee + Ven. Since the contribution of Ven—due to the external

potential—is the same for both wavefunctions, we can write

<¢/‘T + VeeW/> = <¢0|T + ‘ZaeWo) (2.22)

and so for all wavefunctions giving the ground-state density po(r), the ground-
state 1)y is that which minimises the expectation value <T + Vee> The right-
hand side of equation (2.22)) is equivalent to the functional Fyy[po] and so we

can define
Fiulpo] = min (|7 + Vielt)) . (2.23)

b—po
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This constrained-search definition, so-called because it searches over only a sub-
set of possible wavefunctions: those which give the ground-state density po(7),

has been derived without reference to the fact that py(r) is v-representable.

By extending the space of trial wavefunctions, Levy showed that one can
arrive at the ground state energy with only the N-representability constraint.

Consider a general functional

~ ~

Flo] = min (7 + Vielt) . (2.24)

b—p

where the minimisation is now over any N-representable p. By definition, for the

ground-state density (which we know to be v-representable), Fyx[po] = F[po].

Levy’s approach partitions the energy-minimisation procedure into two
steps. Firstly the energy is minimised over all wavefunctions 1) which give rise
to an N-representable density p. Secondly, it is minimised over all possible

N-representable densities to determine Fjy:

Eo = min (|7 + Ve + Ven|t) (2.25)
i (i (UI7 + Vi + Vo)) (226

p —p
= min <min (W|T + Vie|th) + / p(r)v(r) dr) (2.27)

p h—p

— min (F[p] + / v(r)p(r) dr) . (2.28)

p

The existence of a universal functional F'[p|, for any N-representable density,
is thus proven. This functional, combined with the variational principle,
therefore provides a rigorous, formally exact density functional theory for

determining the ground-state density and energy of a given electronic system.

A problem remains, however, in the difficulty of approximating F[p]. We
still do not know how to formulate the components T'[p] and V.[p] in terms
of the density, and even small errors can prove catastrophic. Kohn and Sham
introduced a working solution to the problem, which remains the most commonly

applied approach to practical DFT calculations.
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2.4 KOHN-SHAM THEORY

As is now well established, the barrier to converting the formally exact proof
that the density can be used in place of the many-electron wavefunction, into a
practical scheme for accurately calculating the properties of an arbitrary system,
lies in the inability to approximate F'[p] to the required accuracy. Although
the full form of F[p] is unknown, the density-dependence of some parts of
the energy are known. The beauty of the Kohn—Sham approach, presented
in 1965,°7 is that it separates the large, unknown, F'[p] into a relatively large
component which we know how to calculate exactly, and a much smaller
unknown component for which approximation is still necessary—that way, any
remaining errors in the approximation will have a much smaller effect on the
total energy.

The key lies in a simple repartitioning of the components of the energy
expression, by considering a fictitious system of non-interacting electrons with
density p. Specifically, the kinetic energy 7' can be represented as the sum of
the kinetic energy Ty of the non-interacting system and a corrective term due

to the interactions,
T[p] = Ts|p] + (interacting term) . (2.29)

Similarly, a large portion of the electron—electron repulsion energy Vi, is given

by the classical Coulomb repulsion of the density,

Jlp) = % / / %drl dry, (2.30)

again leaving a small term to be approximated,
Veelp] = J[p] + (non-classical term) . (2.31)

We collect the “left-over” terms into a new quantity termed the exchange—

correlation (XC) energy functional, defined as
Exclp] = Tlp] = Tslp] + Veelp] = Jlp] - (2.32)

In other words, it consists of the difference between the kinetic energy of the

full, interacting system and that of the hypothetical non-interacting system,
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added to the difference between the electron—electron interaction energy of the
real system and the classical Coulomb energy.

We can therefore rewrite the energy as

Elpl = [ plryo(r) dr + Lol + J1g) + Exclp). 233

Minimising this energy, as before, with respect to changes in the density (subject

to constant N), gives the Euler equation

0Ts[p] | 9J[p] | OExc[p]

= 5oty T 5y ) (2:34)
If we define an effective potential
_ 6J1p] |, 0Exc[p]
ver(1) = v(T) 5o(r) + Sp(r) (2.35)
then we may write
0T
= V(1) + 5p(£qp>] : (2.36)

Importantly equation , which yields the exact density of the real, fully
interacting system, is entirely equivalent to the Euler equation of equation ,
but for a system of non-interacting electrons moving in an external potential
vei(r) (i.e. a system where T' = Ty and Vi = 0). In other words, we can
determine the density of the real, interacting system by performing a calculation
on a non-interacting system, with potential veg(r).

This is trivial: the Hamiltonian for a non-interacting system is
A 1 9
H= _igvi + ;veﬁ(ri), (2.37)

the wavefunction 1 is a Slater determinant comprising the one-electron orbitals

{¢;}, and we can thus determine the orbitals that are the solutions to

(=577 tur)) i) = ). (2.38)

Returning to the energy expression of equation (2.33)), the kinetic energy of

the non-interacting system is given exactly by

L) =Y (e~ 5700 (239

7
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and the density by
p(r) = lpi(r). (2.40)

Crucially, the density of the real, interacting system is by definition the same
as that of the fictitious system.

This indirect procedure of reintroducing orbitals to solve the problem, as
an (equivalent) alternative to finding a direct solution to the Euler equation,
is known as Kohn—Sham (KS) DFT. By repartitioning the energy expression
into equation (2.33) we are able to calculate all the terms exactly, except
for the relatively small Fy. component, for which an approximation is still
necessary. Whilst some of the elegant simplicity of the theory is lost as a result,
it overcomes many of the challenges associated with the direct approach, and
as such remains the most popular route for practical DFT calculations.

The similarities to Hartree-Fock theory are immediately apparent, and,
indeed, KS-DF'T requires a similar computational cost. The same procedure is
used, beginning with trial orbitals expanded in terms of basis functions, then
solving the SCF equations. The same methods applied to HF for determining
molecular properties can thus be applied to KS theory. Despite these similarities,
the advantage of KS theory is that unlike HF, which neglects correlation, it is

formally exact.

2.5 EXCHANGE—CORRELATION FUNCTIONALS

Having emphatically derived such a formally exact theory, one might be tempted
to assume the problem is solved—we have a working method, which includes
correlation and is no more computationally difficult than Hartree-Fock. There
is, however, a remaining problem, in that the exact form of the exchange—
correlation energy functional Fx[p] (hereafter often simply referred to as
“functional” or “Ey.” for brevity) is still unknown, and an approximation
must still be made. Although the contribution of E\ is relatively small, the
quality of the approximation directly affects the accuracy of any calculations.
Understandably, finding a universal functional form appropriate for all systems
ranging from a single proton to the largest of proteins, in terms of the simple,

three-dimensional density, is not a trivial task, and a large part of the last
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fifty years of research in DFT has been dedicated to creating and improving
approximations to the elusive Fy. functional.

Before discussing in detail the common schemes of functional development,
we will briefly comment on the extension of DFT to a spin-dependent form,
necessary for modelling the effect of a magnetic field on the spins of electrons,
and in general improving the approximations in the absence of a magnetic field
(in particular for open-shell systems). For a full derivation and discussion, see
section 8.1 of Ref. 58|

We consider separately the a-electron and [-electron densities

palr) = D uir, )l (241

and
ng
pa(r) = [i(r, B)1%, (2.42)
with the total density given by

p(r) = pa(r) + pa(r); (2.43)

n, and ng are the number of a- and S-spin electrons, respectively. In the case

of closed-shell systems, p, = pg = p/2.

2.5.1 LOCAL DENSITY APPROXIMATION

The local density approximation (LDA), or more properly the local spin density
approximation (LSDA) in the spin-polarised formalism, is the simplest physically
relevant approximation to Fy., and is the form originally demonstrated in
Kohn and Sham’s seminal paper. Derived from a consideration of the UEG
and applying it locally, the functional is split into separate exchange (Ex[p])
and correlation (E¢[p]) functionals, where the overall functional is given by
Eyw.=FEx+ E..

The exchange functional takes the form

3 /3\?
E)I;SDA[paapﬁ] — 21/30X2/p;1'/3 d’l", Where CX - _Z (;) ) (244)

and o is a spin coordinate indicating summation over o and (. This is merely

the Dirac approximation of equation (2.7)), generalised to a spin-polarised form.
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A subtle difference here is that whilst the original TFD arguments used the
UEG to model T'[p] and Vee[p], here we are restricting its use to the smaller,
unknown component of KS theory.

For the correlation functional no explicit form is known, however accurate
values have been calculated® using quantum Monte Carlo. Analytic parame-
terisations of these values have been generated, the most common being that
of Vosko, Wilk and Nusair®™ (VvwN).

The LSDA has seen popularity in the field of physics, where its application
to large, periodic systems such as bulk metals is relatively successful. For the
isolated molecules relevant to chemical problems, however, the localised densities
bear very little resemblance to the UEG, and so the approximation quickly
breaks down. Several deficiencies are apparent, most notably the tendency to

over-bind molecules, and a non-zero correlation energy for one-electron systems.

2.5.2 GENERALISED GRADIENT APPROXIMATIONS

Given the inhomogeneity in the density of a typical molecule, a natural progres-
sion to the functional form is to include information about the density gradient.
The most common approach is the generalised gradient approximation (GGA),

which takes the general form

&?w:/Fmvwww, (2.45)

which can again be extended to a spin-polarised form in terms of p, and pg.
As before, the functional is usually partitioned into separate exchange and
correlation components.

The exchange functional is typically expanded in terms of a dimensionless

density gradient, a natural example being

_ Vp(r)
x(r) = AR (2.46)

such that the form

B o) = [ 050 falr) ar (247

maintains correct coordinate scaling (further discussion of the scaling properties

of functionals is given in Chapter |5]).
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Two distinct approaches to the development of GGA functionals have
been widely utilised. The first is to determine a form which, through various
parameters, reproduces as many known mathematical properties of the exact
exchange and correlation functionals as is practical. Prominent functionals
developed in this manner include the Perdew—Wang®#%# 1991 (pPw91) and
Perdew—Burke-Ernzerhof®® (PBE) functionals.

The alternative approach is to determine a parameterised form, where
the parameters are empirically fitted to known molecular properties. Notable
exchange functionals of this type include Becke’s 1986%% and 1988 (BsS)
functionals, fitted to atomic energies. Most prominently among correlation
functionals, the Lee-Yang—Parr® (LyP) approximation was derived from Colle—
Salvetti®” calculations on the helium atom.

Both approaches to functional development have seen notable improvements
over the LSDA, and each has its advantages. On the one hand, the functionals
derived from known mathematical relationships tend to offer more physical
insight into the reasons for their success. On the other, empirically derived
functionals have tended to show a greater proclivity to achieve good-quality
results, although the approximations may tend to break down for systems and
properties significantly outside the remit of the empirical fit.

Probably the most famous empirically derived GGA is the combination
of Dirac exchange, B88 and LYP, collectively termed BLYP.% The immediate
success of this functional kick-started the expansion of DFT into the chemical
field, whereas it had previously been thought primarily useful to physics. The
BLYP functional also provides the foundation for the immensely popular B3LYP,
discussed in Section 2.5.4]

Despite showing an almost universal improvement over the LSDA, and giving
a reasonable approximation of atomisation energies, ion energetics and local
excitation energies, GGA functionals still fail to give quantitative accuracy in
a number of areas. Particular failures include the underestimation of reaction

barriers, NMR shieldings, and Rydberg and charge-transfer excitation energies.

2.5.3 META-GGAS

Given that the LSDA and the gradient correction can be thought of as the

first two terms of a Taylor series, a logical next step would be to introduce
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higher-order derivatives of the density. In principle this would involve—as the
next term—the introduction of the Laplacian of the density V2p(r), however
in practice the more numerically stable kinetic energy density 7 =Y, |Vi;|? is
typically used.

Again, functionals may be derived from theoretical arguments, as with the
PkzBY and TPss™ functionals, or from empirical fitting, as with the vsxc
functional of [Van Voorhis and Scuseria, ™ and the local Minnesota functionals
of Truhlar and co-workers, M06-L™™ and M11-L.™ The increased flexibility of
the functional form, for little extra computational cost, is a promising concept,
however initial implementations did not exhibit any major improvement over
conventional GGAs for chemical applications. Recent advances have been made
which improve the prospects for these functionals, in particular when combined

with the hybrid and range-separated approaches discussed below. 08

2.5.4 HYBRID FUNCTIONALS

Consideration of the adiabatic connection provides an alternative approach
to improving the functional form: that of incorporating a proportion of exact
exchange EQ[p]. Consider a generalisation of the definition of F[p] from the
constrained search approach, equation ,

JGMPZH§N¢Wi+A%J¢>=<wwf+AﬁA¢ﬂ, (2.48)

Y—p

where A controls the strength of electron—electron interaction, and v, is the
wavefunction that minimises (T + )x‘7ee> and gives the exact density. By choos-
ing A = 0 for the non-interacting system and A\ = 1 for the fully interacting

system we find

Fi[p] = T[p] + Veelp] , 2.49)
Folp] = Tslpl (2.50)

and, from equation (2.32)),
Exolpl = Filp] — Folp] = J]p].- (2.51)

If we assume that the functional F)\[p] smoothly varies to connect the non-

interacting system with the fully interacting system, via a series of partially
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interacting systems, then

Bl = | OB in a1 (2.52)
= IWA dX, (2.53)

where
Wy = (a|Veelthn) — J[p] - (2.54)

An appropriate choice of W) can therefore be used to approximate the exchange—
correlation energy, exploiting the fact that Wy corresponds exactly to EY, whilst
Wy corresponds exactly to V. —J, which—although the exact form is unknown—
can be approximated using existing functionals.

Early considerations by Becke™ chose Wy, as a linear function of \, Wy =
a+ b\, where Wy = a is represented by exact exchange and W; = a+0 by LSDA
to give the half-and-half functional BHH (often combined with LYP correlation

to give BHLYP),

b 1 1
B =a+ 5= B+

where U " is the potential energy contribution to the LSDA exchange—correlation

UL (2.55)

energy. Even with such a simple approximation, Becke saw promising improve-
ments to thermochemical properties, and established the powerful observation
that exchange—correlation functionals could be improved by incorporating a
fraction of exact exchange EY into the functional form.

By introducing a number of semi-empirical parameters, Becke subsequently

proposed the B3Pw91 functional,®’
BRI = (1= A)EJ™ + AE{ + BAEY® + E™™ + CAES™,  (2.56)

with optimal parameters A = 0.20, B = 0.72 and C' = 0.81. A slightly modified
version proposed by Stephens et al.® replaced the PW91 correlation with LYP,
to give B3LYP,

BRI = (1= A)EY™ + AE} + BAE® + (1 = O)E™ + CES™Y, (2.57)

which has seen unparalleled success in the field of chemistry and remains a

tremendously popular method.
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The general form of a hybrid functional is often denoted
B[] = / F(p,Vp)dr + €EY, (2.58)

where the fraction of exact exchange is controlled by the parameter £. In
general, functionals of this form are implemented within the generalised Kohn—
Sham (GKS) framework,®? where the energy is minimised with respect to the

orbitals (as opposed to the density, as in strict KS theory).

There is an important distinction to be made between this method of incor-
porating exact exchange into the overall DF'T exchange—correlation functional,
and that of simply including DFT correlation as a correction to exact exchange.
The latter option in general fails to include the non-dynamic correlation absent
from exact exchange, but present in local density exchange functionals. Becke
and Johnson have investigated additions to exact exchange which model both

dynamic and non-dynamic correlation, with the B05 and DF07 functionals.®3 &%

The widespread popularity of B3LYP stems largely from its improvement over
GGAs for computing thermochemical properties, making it widely applicable
to many aspects of chemistry. However, although the failings of GGAs in
other areas—such as reaction barriers, Rydberg and charge-transfer excitation
energies—are reduced somewhat, the errors remain too high for quantitative
use, and NMR shieldings tend to be less accurate than for GGAs.

A vast array of alternative hybrid functionals exist, derived from both
theoretical and semi-empirical arguments. The PBEO functional®*®¥ combines
the parameter-free PBE with and zero-parameter arguments for the partitioning
of E? and ES% following Becke™ and Perdew et al! to create a hybrid
functional free from any semi-empirical parameters. Conversely a series of
functionals based on the Becke 1997 expansion® have been proposed, comprising
B97-1,%% B97-2,%% and B97-3.2°

Finally, we note the MCY functionals of Mori-Sénchez, Cohen, and Yang), %098
who considered an alternative [1,1]-Padé form of the adiabatic connection
previously proposed by Ernzerhof.”® A key feature of this series of functionals
is that by construction the functionals are free from one-electron (although

not necessarily many-electron) self-interaction. The importance of the self-
interaction problem is discussed in Section and Chapter [3
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2.5.5 RANGE-SEPARATED FUNCTIONALS

Becke’s original half-and-half approximation showed that a larger proportion
of E? than is typically seen in general hybrid functionals is actually beneficial
in some cases. Specifically, long-range properties can be significantly improved,
but at the detriment to the quality of the short-range properties exhibited by
B3LYP et al. This is not altogether surprising if one considers that correlation
effects will be strongest at shorter range, so the exact exchange term (which

neglects correlation) becomes increasingly accurate at long range.

In recent years, much work has been directed towards range-separated

LOI00ELS where the functional form is partitioned into short- and

functionals,
long-range components, with each modelled differently. Most commonly this
takes the form of incorporating a greater proportion of exact exchange at long
range than at short, the idea being to maintain the quality of the short-range
properties shown by conventional hybrids, whilst improving the long-range
properties.

The precise balance between the long- and short-range components can
have a profound effect on the behaviour of the functional, and this variation,
along with its benefits, is the subject of Chapters [3]and [4] A full discussion of

the partitioning schemes is contained therein.

2.6 TIME-DEPENDENT DFT

The Hohenberg—Kohn theorems rely on the use of the variational principle, and
so only the ground state of a system is accessible. In order to probe excited
states and related properties the theory must be extended, in the form of
time-dependent DFT (TDDFT).

Analogous to the Hohenberg—Kohn proofs for ground-state DE'T, TDDFT
is founded upon the Runge Gross™? theorem, which states that the time-
dependent external potential v(r,t), and thus the time-dependent wavefunction
¥(r,t), is uniquely determined (the former to within a spatially constant
function and the latter to within a time-dependent phase-factor) by the ex-
act time-dependent density p(r,t). Similarly, a variational principle can be

established involving the action integral.
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The Kohn-Sham equations can then be generalised to the time-dependent
formalism (TDKS),* as
0

Foi(r.t) = izpi(r.1), (2.59)

where F* is the time-dependent KS operator. Equation (2.59|) can be repre-

sented in matrix-element notation as

.0
Z (FpgPor — PpgFor) = Zappr ) (2.60)
q
where the elements of the density matrix P, are related to the (time-dependent)
density by
p(r,t) = Zcp(t)cq(t%%(r)@q(r) (2.61)
P,
= Bu(t)ep(r)pg(T) (2.62)
P,
and p, q, ... are generic indices denoting any orbital (i, j, ... refer to occupied
and a, b, ... to virtual orbitals).

In principle, the TDKS expression involves a time-dependent exchange—
correlation functional; however through the adiabatic approximation, which
assumes the density varies slowly with time, it can be approximated in terms
of the time-independent XC functional (evaluated with the time-dependent

density).

2.6.1 LINEAR-RESPONSE TDDFT

Most commonly, a linear-response formalism of TDDFT is employed,t20123

where excitation energies are determined by considering the response of the
ground state density to the small perturbation by a time-dependent electric
field, such that

Py = P;Sg) + Pp(;) ; (2.63)
Fog = F;SS) + F[S;) ) (2.64)

which by substitution into equation (2.60) (and collection of the first-order
terms) yield

Z (Fzgg)p(l) — p(ql)F(S) + F(;)p(()) _ p(U)F(l)) — i—p) (2.65)

qr p q p qr pqg — qr
q
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The perturbation to the KS Hamiltonian matrix F' consists of two terms:

the contribution from the applied electric field (of frequency w)

pq _ % (qu —iwt + f* zwt) (266)

where f,, is a one-electron operator describing the perturbation, and the

response of the two-electron part of F' to changes in the density matrix P,

Py (2.67)

The overall first-order change in F' is the sum of these two terms,
FD = gpq+ AFY . (2.68)
The first-order perturbation to the density matrix P itself is given by

P == (dpge ™" + d; ") | (2.69)

N —

where d,,, represent elements of the perturbation density matrix.

If we substitute equations ([2.68)) and ([2.69) into equation ([2.65) and compare

the terms multiplying e~*, we obtain the expression

OFY
> {Fzgydqr — d, BV + ( foq + Z 5 P”qt st) PO
q
0Fy |
0 qr
_ Pzgq) (fqr + Z P, )] wdpy ;

similarly the complex conjugate of equation (2.70)) is obtained by comparing

iwt

(2.70)

the terms multiplying e

From the idempotency condition
> pOPY =PY, (2.71)
q

we can identify the first-order change in P as

Z (p(O)p(l) + p(l)p(O)) — pW)

pq — qr pq — qr pr

(2.72)

q
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and so only the occupied—virtual and virtual-occupied elements of the matrix
dpg (diq and dg;, respectively) are non-zero. Given that the unperturbed KS

Hamiltonian and density matrices are diagonal, we obtain

oF,
Fiddes = duiFi {fWZ( s ) [P =, (273
and
OF; OF;
PO g O ia ia — wd, 2.74
i dla dza aa fza+z apbj db] aP d de, ( 7 )

In order to follow conventional notation, we define d,; = x,; and d;, = Yq;-

In the zero-frequency limit, where an infinitesimal perturbation is assumed

(fia = fai = 0), we can rewrite equations ([2.73)) and (2.74) as the non-Hermitian

eigenvalue equation

220006 em

where we have made use of the relations F,Eg) = ¢, and Pi(io) = 1. Equation ({2.75)
is then solved to determine the excitation energies w.

The elements of matrices A and B are given (for local or GGA functionals)
by

Aia,jb = 5ij5ab(5a - 51‘) + (ia]jb) + (z‘a]fxcljb) ) (2-76)
and

Bia o = (ialbj) + (ial fxc|bj) , (2.77)

where we switch to the Mulliken “charge-cloud” notation for two-electron
integrals. The quantity fy. is termed the exchange-correlation kernel, and is

the second functional derivative of Fy,

Galclit) = [ [ v’ iwyontr) 5o

] oy () ei(r'). (2.78)

Note that additional terms are present in equations ([2.76)) and (2.77)) for hybrid

and range-separated functionals.
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2.7 SPECIFIC FAILURES OF CONVENTIONAL DFT

Despite the plethora of functionals now available, and the many years of re-
search dedicated to improve them, there remain several challenges in DFT
functional development, owing to a number of failures of virtually all conven-
tional approximate functionals. A comprehensive review by Cohen et al.t4
gives a detailed account of the major hurdles remaining in DFT; this thesis
will focus in large part on the delocalisation error, and to some extent the

asymptotic behaviour of the exchange—correlation potential.

2.7.1 DELOCALISATION ERROR

A number of failings that persist in approximate DFT—including the underes-

L3LL32 energies of dissociating

37

timation of reaction barriers,123% band gaps,

133136 —are symptomatic of a

ions, and charge-transfer excitation energies,*
common cause: delocalisation error.t##134138 The delocalisation error can in
part be traced to the unphysical interaction of an electron with itself, which
conventional functionals fail to cancel, however the consequences extend far
beyond a simple one-electron problem.

The most intuitive illustration of the problem can be seen by stretching
H,", which—as a one-electron system—can be described exactly by Hartree—
Fock theory. At equilibrium, this simple system of a single electron shared
between two centres is well modelled by conventional exchange—correlation
functionals. However, as the bond is stretched and the system approaches
two separated H nuclei, each formally with half an electron, the energy is
significantly underestimated by approximate DFT.

The traditional understanding of this incorrect behaviour is the failure of
approximate functionals to cancel the electron—electron interaction terms J[p]
and Fxc|p], which should sum to zero for a single electron. The resulting self-
interaction error (SIE) has been widely discussed in the literature,#@33#1391143

and is defined as the sum of the above two terms,
SIE = J[p] + Exc[p]- (2.79)

A number of efforts have been made to correct this SIE. Perdew and Zunger?44

presented a correction term that eliminates the one-electron self-interaction
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terms, though this brought other complications, such as detrimental effects to

105130 and a lack of invariance

atomisation energies and equilibrium properties,
with respect to unitary transformation of the occupied orbitals.*4® Becke’s
B05,% and the McY functionals of Mori-Sanchez, Cohen, and Yang,“®7 are
also free from the one-electron SIE whilst improving thermochemistry and
reaction barriers.

However, the problem extends beyond a simple one-electron cancellation.
Zhang and Yang'®® demonstrated that the SIE will increase for fractionally
charged systems (as demonstrated by the stretching of H,"), and that even if
the SIE is eliminated for a one-electron system it will—without proper con-
sideration of the scaling properties of the functional—still exist for systems
with 0 < NV < 1 electrons. Though the SIE is easiest to define and analyse as a
one-electron problem, its consequences extend to many-electron systems. The
extension to the many-electron self-interaction error (MESIE )33 13403971421 1o
much more difficult to conceptualise, however the key observation is that func-
tionals incorporating corrections to the one-electron SIE still exhibit erroneous
behaviour associated with its presence, namely the incorrect lowering of energy
(i.e. stabilisation) of fractional charges.

The upshot of the error is that approximate exchange—correlation functionals
tend to incorrectly over-stabilise (and hence favour) systems that locally exhibit
fractional charges. Put another way, these functionals tend to over-delocalise
the charge distribution in order to (incorrectly) lower the energy, and so the
term delocalisation error is used to capture the physical manifestation of the

underlying problem.

E vs N plots

Plotting the energy E of a system with respect to a fractional variation in the
number of electrons N (abbreviated to E vs N') can model the extent of the error,
and has generated significant interest in recent years,?0131laalasil391 420497160
DFT calculations on a system with an arbitrary fractional number of electrons
can be carried out by explicitly choosing a fractional occupation number for
the HOMO in the one-particle density matrix 33101

The exact behaviour was determined by Perdew et al.,**® who used a zero-

temperature ensemble approach to model an open system free to exchange
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electrons. Consider a system with N = Ny + § electrons, for integer N
and 0 < 6 < 1. The quantum mechanical ensemble is described by a linear
combination of pure states—in this case ¥y, and ¥y,4+1—weighted by their
respective probabilities (1 — ¢) and §. The authors demonstrated that the
energy is given by

(1= 0)EN, + 0ENy+1, (2.80)

and as such the exact F vs N takes the form of a series of piecewise linear
segments, with discontinuities in the gradient at integer N. An alternative
proof, without invoking the ensemble approach, was given by Yang et al.*®¥ in
the limit of dissociation.

This discontinuity in the derivative of the energy manifests as a discontinuity
in the potential as N passes through an integer: the potential on the electron-
deficient side vanishes asymptotically, whereas the potential on the electron-
abundant side is identical in shape, yet shifted by a constant known as the
derivative discontinuity Ay.1%” By definition, for a system with integer N = N,
electrons, the gradient of the slope on the electron-deficient side of Ny is equal
to the vertical ionisation potential [y, whereas the gradient on the electron-
abundant side is the vertical electron affinity Ay.

In Hartree—Fock theory, one can relate the eigenvalues of occupied orbitals
to corresponding ionisation potentials through Koopmans’ theorem,*® which
states that the negative of the occupied orbital energy is equal to the ionisation
potential due to removal of the same electron, when the orbitals are frozen
(the condition becomes an approximation when the orbitals are allowed to
relax). Within DFT, Janak’s theorem™*” provides an analogous exact condition
for the frontier orbitals, stating that the change in energy with respect to
the occupation number of an orbital (i.e. 0E/On = OE/ON) is equal to the
eigenvalue of that orbital. Combining this with the exact linearity condition

equation ([2.80)), we see that

eno(No = f) = —Io, (2.81)

and

8N0+1(N0 -+ f) = _AO , (282)

where 0 < f < 1.
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In the limit f — 0, these orbital energies correspond to the highest-occupied
(HOMO) and lowest-unoccupied (LUMO) molecular orbital energies for the
Ny-electron system, evaluated with the exchange-correlation potentials on the
electron-deficient and electron-abundant sides, respectively, of Ny. Denoting

these orbital energies £, and ¢;", we have

e, = —1o, (2.83)
and

el = —Ay, (2.84)
giving what we will call (exact) Koopmans conditions in DFT.

In the limit f — 1, equation (2.81]) corresponds to & of the (Ny — 1)-
electron system, and by definition AE)NO_I) = I(()NO). Similarly, equation
corresponds to e, of the (Vg + 1)-electron system, where [éNOH) = AéNO). It
follows that e (Ny — 1) must equal €,/ (Ny) and ;" (Ny) must equal e;; (No + 1),
with the orbital energy remaining constant between each pair of integer N.
The use of the + superscript to denote the side of the integer is vital, because
the exact exchange—correlation potential jumps discontinuously as the integer
is crossed, meaning a given orbital energy also jumps by the same amount.

Two inter-related deficiencies are characteristic of approximate explicit den-
sity functionals. Firstly, the delocalisation error produces unphysical curvature
in £ vs N, due to the lowering of the energy at fractional N. Secondly, there
is no discontinuity in the potential, and so at best they can average over it.
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A recent paper by Stein et al.*** discusses the intrinsic link between the two

problems.

These deficiencies have serious repercussions. In practical calculations, using
approximate exchange—correlation functionals within the usual generalised
Kohn—Sham approach,®¥ dF /0N is again equal to the orbital energy®* and so
the values of OE/ON on the f — 0 electron-deficient and electron-abundant
sides of Ny equal the HOMO energy e, and LUMO energy ¢, of the Ny-electron
system, respectively. Explicit density functionals do not satisfy the conditions in
equations and due to the inherent curvature in £ vs N associated
with the delocalisation error, leading to HOMO energies much greater than

—1Iy and LUMO energies much lower than — Aj.
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Conversely, Hartree-Fock—aside from a one-electron system for which it is
exact—incorrectly raises the energy for fractional charges, creating a localisation
error and concave E vs N curvature. This causes a useful partial cancellation
of errors for hybrid functionals where (depending on the exact fraction of exact
exchange included) problematic quantities can be improved, although it is far

from a rigorous, system-independent solution.

Manifestation of the error

Ruzsinszky et al.™Y have shown that neutral molecules may incorrectly dissoci-
ate to fragments containing fractional charges, when modelled with functionals
that suffer from a large delocalisation error. NaCl, for example, dissociates
to approximately Na®** and C1°*" when computed with PBE. This is an
artifact of the unphysical lowering of energy of the fractionally charged systems
compared to the integer case. Incorporating a self-interaction correction scheme
lessens this spurious behaviour by reducing—although not eliminating—the
delocalisation error.

Peach et al.'°® and Heaton-Burgess and Yang'®® have noted that B3LYP
can give a poor description of bond length alternation (BLA)—a structural
manifestation of the degree of electron-delocalisation in conjugated m-systems.
Explicit density functionals, and hybrids with a lower proportion of exact
exchange such as B3LYP, tend to bias the system towards greater delocalisation
and hence underestimate the BLA. Both studies show that a larger, more
accurate BLA is predicted by the CAM-B3LYP range-separated functional, and
Peach et al. draw the analogy to similarly improved results given by BHLYP—a
fixed hybrid with a larger proportion of exact exchange (although CAM-B3LYP
remains preferable due to better applicability as an all-round functional).

Diels—Alder reactions are another good representative example of a prob-
lem caused by the delocalisation error. 2% These pericyclic reactions, which
proceed through a highly delocalised transition state, are very sensitive to the
choice of functional. A GGA such as BLYP, with a large delocalisation error,
dramatically over-stabilises this delocalised transition state and so underesti-
mates the reaction barrier, whereas including and increasing a proportion of
exact exchange with B3LYP and BHLYP systematically reduces this error.

Poater et al.™™ have examined in detail the behaviour of the ground and low-
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lying electronic states of Cu*"—H,0, as the proportion of exact exchange E? in
hybrid functionals is varied. Higher proportions of E? predict a ground state of
2A1 in a Oy, geometry, in agreement with ccsSD(T) predictions. As EY is reduced,
the 2B, state becomes more stable in Cy,, whilst the ground state becomes C
(2A’). This is rationalised by examination of charge and spin delocalisation—the
states which are over-stabilised by, in particular, BLYP and B3LYP, with lower
proportions of EY, provide a more delocalised distribution of the electron density,
causing erroneous stabilisation by these functionals. Rios-Font et al.™*® extend
this work to a wider range of systems, studying Cu®*—(H,0), complexes for
n = 1-6. Again, BLYP and B3LYP tend to predict lower-symmetry structures
with more-delocalised electron densities. The admixture of more EY gives an
improved description.

The examples above are far from exhaustive, and it is clear that the
delocalisation error is a severe failing in approximate DFT, with far-reaching
consequences. It is unsurprising then, that a large amount of recent research

has focused on its reduction and elimination.

Reducing delocalisation error by approzimately enforcing linearity

A number of approaches can be used to reduce the delocalisation error by im-

posing near-linear £ vs N behaviour. Vydrov et al.'*” showed that the MESIE

was significantly reduced by applying the PZ self-interaction correction;*** see

also Refs 148, [173, and [I74. The McY3 and rCAM-B3LYP functionals®” were

specifically designed to achieve near-linear behaviour, and have shown some
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success. 190 Zheng et al. '™ proposed a non-empirical scaling correction to

largely restore linearity, which was later extended™™ to properly account for
orbital relaxation effects. Although the scaling correction applies to systems
with explicitly fractional NV, it does not affect integer-INV systems with locally

fractional regions (such as the case of stretched H,"). A recent extension to

the scheme™™ introduces a local scaling correction to counter this deficiency.

k178

Recently, Kraisler and Kroni demonstrated that the exact Koopmans

ionisation condition could be largely restored using an ensemble treatment.

L2080 i keeping with above observations, have noted that

Other groups,
increasing the proportion of exact exchange in hybrid functionals can improve

erroneous results associated with the delocalisation error, with functionals such
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as BHLYP performing better despite their poor treatment of thermochemical
properties. This improved behaviour can be visualised as the result of error-
cancellation between the delocalisation of DFT and the localisation of HF.

“Local hybrid” functionals, #4184

can improve the flexibility of the admixture,
providing the desired compromise between the components without as much
detriment to the thermochemistry. The balance of components in range-

separated hybrids will be addressed in Chapter [3]

Static correlation error

Although beyond the scope of this thesis, it would be remiss not to mention
the related problem of the static correlation error (SCE).12:86 Whilst the
delocalisation error is characterised by the incorrect treatment of fractional
charges, the SCE instead arises due to fractional spins. Such systems are, again,
subject to an energy constancy condition where—for the exact functional—a
system with § a-spin electrons and (1 — ¢) S-spin electrons has an identical
energy for any 0 (0 < 6 < 1). The failure of approximate density functionals to
satisfy this condition is the cause of well-known failures in strongly correlated
systems, illustrated by the overestimation of the energy in the simple case of

dissociating H,.182H87189

2.7.2 EXCHANGE—CORRELATION POTENTIAL

A second important failing of typical approximate exchange—correlation func-
tionals is that their functional derivative—the exchange—correlation potential—
exhibits incorrect long-range behaviour. We have already established that
approximate functionals fail to exhibit the discontinuity in the potential when
passing through an integer N, however an additional property of the exact
vxe(T) is that it should vanish asymptotically as —1/r on the electron-deficient
side, and tend to —1/7r + Ay on the electron-abundant side.

As discussed in Section 2.7.1, GGA functionals approximately average
over the discontinuity, but only in regions of appreciable electron density. In
asymptotic regions the averaged potential should tend to —1/r+A./2, however
for a typical GGA vy (r) incorrectly vanishes, and at an exponential rate—

i.e. faster than —1/r. Since the core region—which describes the occupied
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orbitals—mimics the averaged potential, these orbitals are shifted up relative
to the virtual orbitals which are described by the quickly vanishing asymptotic
region.

This incorrect description causes Rydberg excitation energies to be greatly

underestimated, 1%

and so exhibiting the correct asymptotic behaviour is an-
other key desirable condition for any functional. The asymptotic correctiont

scheme has been developed to constrain vy.(r) to obey the limit

1
lim v (r) = - + 1 +ey, (2.85)

7—00

where the derivative discontinuity has been approximated as twice the sum of
the ionisation potential and the energy of the HOMOQ H42H029295 Variations to

the asymptotic correction have been proposed, 24192

along with extensions to
hybrid®®® and range-separated™” functionals. Potentials derived from methods
such as this, however, no longer correspond to functional derivatives of the
energy, and so are limited in their application. More desirable is a functional

form whose functional derivative inherently satisfies the asymptotic condition.

2.7.3 NOVEL APPROACHES TO CORRECTING DEFICIENCIES IN
APPROXIMATE DENSITY FUNCTIONALS

Having framed the problems of delocalisation error and the incorrect asymptotic
XC potential in the context of the underlying theory, the remainder of this
thesis focuses on the analysis and development of novel methods that go some
way towards counteracting them.

In Chapter [3| we examine the system-dependent tuning of the proportion
of exact exchange in range-separated hybrid functionals, in order to approxi-
mately satisfy Koopmans and related conditions. The procedure is a particularly
prominent extension of the cancellation between DFT delocalisation and HF
localisation errors that is growing in popularity, and has been shown to offer a
tangible approach to computing orbital energy differences, which would other-
wise be greatly hindered by the delocalisation error. We present a systematic
analysis of this tuning method, by examining a range of tuning criteria. By
relating the apparent success of the tuned functionals to the underlying quanti-

ties involved in the tuning, and to £ vs N plots for a representative system,
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we provide an insight into the nature of the error cancellation and the inherent
challenges in attempting to enforce linearity on the functional forms.

In Chapter {4 we extend the analysis by considering the effect of functional
tuning on the derivative of the density with respect to IV, in the form of the
Fukui function. In particular, we examine whether functionals tuned to give
near-linearity in £ vs N are similarly optimal for the density.

Ultimately, the goal is to find a functional form inherently free from the
delocalisation error. In Chapter [5, we present a completely new approach,
based on scaling relations, for developing a functional that approximately
recovers the one of the exact Koopmans conditions associated with exact
E vs N linearity. The approach has the added advantage that it provides a
simple mechanism for recovering the exact asymptotic XC potential. Despite a
deceptively simple mathematical form, the success of our initial results show
a great deal of promise, and our hope is to inspire a different approach to
functional development, leading to the elimination of the delocalisation error

and other prominent deficiencies in approximate DFT.



TUNED RANGE-SEPARATED HYBRID
FUNCTIONALS

In this chapter, we address a recently proposed scheme to tune range-
separated hybrid (RSH) functionals in order to reduce the effects of the
delocalisation error. Firstly, the theory of RSH functionals is discussed,
and a range of typical functionals compared. A method for tuning
these functionals in order to reproduce linearity conditions is then
introduced, and a systematic assessment of a range of tuning norms is
presented. Finally, the impact of these tuning methods on the £ vs N
behaviour of the functional is comprehensively discussed for a model

system, highlighting the role of error-cancellation in the procedure.

As outlined in Chapter [ range-separated hybrid (RSH) functionals expand
upon the concept of hybrid functionals by partitioning the functional form into
long- and short-range terms, and handling them differently. Although it adds an
additional layer of complexity to the functional form, this powerful concept has
numerous advantages and has led to great improvements in typically error-prone
calculations.

Consider a global hybrid functional such as B3LYP. Admixture of a certain
proportion of exact exchange, EY, into the DFT functional has a beneficial
effect in mitigating the errors in the exchange-correlation approximation,

without negating the benefit of the non-dynamic correlation inherent to density-
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based exchange functionals. The precise proportion is a compromise, often
determined by semi-empirically averaging over a range of systems and properties
to obtain the most effective balance of the two components. This, however,
is an over-simplified picture, and the “optimal” balance is not universally
applicable. B3LYP, for example, gives a reasonable to good estimation of
atomisation energies, ionisation potentials, and bond lengths, but breaks down
for reaction barriers, polarisabilities and excitation energies (in particular

Rydberg excitations).?2:9%

These failures typically arise either directly from an insufficient proportion
of E?, or from the incorrect asymptotic behaviour of the exchange—correlation
potential (which would not be exhibited by a local potential associated with
pure E?). Clearly then, the fixed proportion of exact exchange in a conventional

hybrid is insufficient for a universally applicable functional.

We now consider a more complex partitioning between the approximate-
DFT and exact exchange components, which involves modifying the treatment
of exchange to depend on the inter-electron distance r15. For finite molecular
systems, this approach, commonly known as range-separation, long-range cor-
rection, or Coulomb attenuation, usually involves including a small proportion
of exact exchange at short range (small r15), increasing smoothly to a larger
proportion at long range (large r13). The remainder of the exchange term is
treated with conventional DFT approximations. For the purposes of this work,
we will describe this class of functionals as range-separated hybrids (RSH), and

use long-range correction and Coulomb attenuation to describe two specific

partitioning schemes, defined in Sections [3.1.1| and [3.1.2] respectively.

In general, the range-separated approach can provide a good compromise
between the DFT and exact-exchange components, improving the overall appli-
cability of the functional. The effect of the precise balance of the components,
through parameterisation of the partitioning function, is the focus of Chapters
and [ Firstly, we introduce the common formulations for partitioning schemes,
which will determine the underlying functional forms used throughout these

chapters.
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3.1 FUNCTIONAL FORMS

3.1.1 LONG-RANGE CORRECTION

Early long-range correction schemes proposed ™ o partitioning of the 7,

operator using the error function, to give

1 erf(urys) N 1 — erf(urys)
T12 T12 T12

. (3.1)

The first term, governing the long-range behaviour, was used to evaluate
a modified orbital expression for exact exchange, whereas the second term
(short-range part) was used to evaluate DFT approximations—initially the
LDAMIOZI0S and extended to GGA by Hirao and co-workers, M4 UL Ty
this way the relative proportion of exact-exchange and DFT components is
dependent upon the inter-electron distance ry5. The parameter u, denoted the
range-separation parameter, determines the ratio of the two parts at a given rys,
i.e. the rate at which the partitioning varies with inter-electron distance. As a
result, the proportion of exact exchange varies smoothly from 0% to 100 % as
19 increases, at a rate dependent on g. An optimal value of u = 0.33 ap~! was
determined by Tawada et al."™ for the long-range—corrected GGA.

This technique, initially termed a long-range correction scheme (denoted
LC in this work) was shown to produce significant improvements for calculation
of long-range properties: errors were reduced in van der Waals interactions,**?
polarisabilities of m-conjugated chains, "™ and both Rydberg and charge—transfer
excitation energies.*"® However, the functional failed to reproduce the accuracy
of conventional functionals for short-range properties such as atomisation
energies, due to little or no exact exchange included at short inter-electron
distances. In other words, at short range the functional resembles a pure GGA

and much of the benefit of hybrid functionals is lost.

3.1.2 COULOMB ATTENUATION

Expanding upon the idea of long-range correction, Yanai et al.*t*

generalised
the partitioning formula, introducing additional parameters to define lower and

upper limits for the proportion of EY. This Coulomb-attenuated (CAM) form is
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(a) Global hybrid (b) “LC” scheme (c) “CAM” scheme
1 — - _
DFT DFT
—~ DFT a+f -
By
a -
0 - = - -
12 T12 T12
Figure 3.1: Schematic illustration of the partitioning of DFT and
exact-exchange in hybrid and range-separated functionals.
given by

1 _ a+ Berf(urs) n 1 — (a+ Berf(urs))

T12 T12 12

: (3.2)

where a controls the proportion of E? at short range (r3 = 0), increasing
to a4+ f at long range (r12 — 00); again, the range-separation parameter p
determines the rate at which exact exchange is incorporated.

Applying this cAM scheme to Becke’s famous B3LYP hybrid, Yanai et al.™
proposed parameters again fitted to known data, producing the CAM-B3LYP
functional. The optimal parameters were determined to be a = 0.19, a + =
0.65 and p = 0.33 ap~*. This gives a short-range proportion of exact exchange
very similar to the 0.2 of B3LYP, whilst improving the long-range behaviour of
the functional,**® however the optimal parameters are not universal.?0"

The schematic diagram in Figure illustrates the partitioning of the DFT
and exact-exchange components for the different classes of hybrid functional.
In the range-separated cases, choosing a greater value of . would increase the

steepness of the initial slope.

3.1.3 ALTERNATIVE PARTITIONING SCHEMES

Other partitioning schemes have been considered, for example by Toulouse

1.2 and Baer and Neuhauser.”X We also mention the screened approach of

Scuseria and co-workers, 17 in which the opposite partitioning is used, with

et a

exact exchange dominating the short-range components and excluded at long

range. Such a scheme can have computational advantages for extended systems
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such as solids, where polarisation effects screen the long-range interactions
between electrons and the asymptotic behaviour of the exchange—correlation
potential is less important. Neglecting the computationally demanding calcu-
lation of exact exchange at long range can therefore increase the tractability
without diminishing the accuracy of the functional. In discrete molecular
systems, however, the accurate asymptotic description of the potential becomes
vital, and so increased long-range exact exchange is more appropriate. For a

full discussion, see Ref. [118|

3.2 TUNING FUNCTIONALS

The idea of tuning the parameters of functionals to better reproduce known
data is not a new one. As already discussed, a great many functional forms
have been derived by adjusting parameters semi-empirically to fit known sets
of data. Whilst this approach of averaging over a large set of systems and
properties can lead to good-quality, widely applicable functionals, there remain
some drawbacks.

If the property or system to be investigated differs significantly from the
fitting set, then the fitted parameters may no longer be appropriate. Further-
more, the property in question may be too system-dependent, such that any
averaged set of parameters cannot produce the desired accuracy. Of particular
relevance to this work is that energy linearity has not typically been a pri-
mary consideration in the development of conventional functionals, and many
problems associated with the delocalisation error still manifest.

A recently proposed solution is to tune the functional parameters to a
particular non-empirical condition, on a system-by-system basis, rather than
attempting to empirically average over all systems. The justification and
implementation of such a procedure is outlined below, and the remainder of
the chapter provides a systematic assessment of the technique’s application to

the delocalisation error.

3.2.1 TUNING TO THE DELOCALISATION ERROR

Application of the technique to the delocalisation error involves tuning the pro-

portion of exact orbital exchange in globalt #4480 or range-separated 122202214
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hybrid functionals in order to approximately recover Koopmans or other condi-

tions, which are necessary (but not sufficient) for linearity.

The success of this approach lies in the differing behaviour of the HF-like and
GGA-like components of a hybrid functional. As is well established, the DFT
FEy. component causes an incorrect lowering of the energy for fractional N: a
convex E vs N curve. Conversely, Hartree-Fock (and hence the exact-exchange
component of a hybrid functional) incorrectly raises the energy, creating a

concave E vs N curve and a localisation error.

The delicate balance of these two components hence has a cancelling effect,
with the overall error being reduced—and so the goal of achieving near-linearity
in £ vs N may be achieved by finding the optimal balance of components.
This, of course, is not the whole story. For the functional to be quantitatively
useful, the integer points—which are described well by traditional, averaged
approaches to functional development—must remain a key consideration. In

l 210

addition, Karolewski et a recently highlighted a number of caveats for the

tuning approach, most notably the violation of size-extensivity.

3.2.2 SATISFYING KOOPMANS’ THEOREM

Although conceptually fairly simple, the idea of tuning the parameters of a
functional to attempt to linearise £ vs N is non-trivial. Clearly, it would be
impractical to generate a full £ vs N curve for each combination of parameters
in order to determine the optimal functional for a given system, and even if it
was, a reliable means of quantifying the degree of linearity would need to be
employed.

Both of these problems can be simplified by considering known aspects of
the exact E vs N curve. Here we reintroduce the concept of the DFT analogue
of Koopmans’ theorem within the generalised Kohn—Sham formalism, and use
it to identify conditions that can be used as both a measure of, and a constraint

on, the linearity of £ vs N.

For a given species, the piecewise-linear nature of exact £ vs N—combined
with Janak’s theorem—gives the exact condition (see Section [2.7.1)
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on the electron-deficient side of integer N. In order for an approximate func-
tional to satisfy this equality, two criteria must be met: the elimination of the
delocalisation error, and the accurate description of the relative energies (i.e.
the calculated ionisation potential) at integer points.

Of course, in the general case, [ is unknown, so we cannot explicitly
constrain a functional to reproduce this quantity on a system-dependent basis.
We can, however, try to enforce the condition e, = —I, where [ is the ionisation
potential calculated as the difference between energies at consecutive integer- N
points (ASCF). In the absence of delocalisation error, ey + I = 0, and hence we

introduce our first rudimentary measure of the non-linearity of any functional,

2022150 of the tuning concept focused on enforcing this

Early manifestations
Koopmans condition, i.e. trying to ensure H = 0. For a given functional form
one or more of the parameters—in this case the range-separation parameter—
are varied until H is minimised, and these parameters are chosen as optimal
for this system. As a result, the initial £ vs N slope on the electron-deficient
side of the integer is correct, and the hope is that the remainder of the curve
becomes near-linear.

Whilst showing promising results, such a scheme constrains only the electron-
deficient side of the integer. We identify a similar exact condition on the

electron-abundant side of the integer,
e, =—Ao, (3.5)
with the corresponding linearity measure (using the ASCF electron affinity, A)
L=|e, + 4. (3.6)

For notational purposes, we now identify two segments of the £ vs N curve
for a given species, schematically illustrated in Figure [3.2] We define Ny to be
the (integer) number of electrons in the species in question, and consider the
addition and removal of an electron. The electron-deficient part of the curve,
between Ny — 1 and Ny electrons, is then denoted the left-hand side (LHS),
and the electron-abundant part (Ny to Ny + 1) the right-hand side (RHS), of
the E vs N curve.
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JNo = ANo—1

N
Ny —1 Ny No+1

Figure 3.2: Schematic representation of the quantities involved in
the tuning methods.

Thus the Koopmans conditions and measures become

glo = Mo (3.7)
Hyys = |ef® + 1™, (3.8)
and
gho = _ ANo (3.9)
Lypys = ‘ELNO + ANO‘ . (3'10)

Since these conditions are completely general, we can identify similar condi-
tions on the (Ny — 1)- and (Ny + 1)-electron systems:

Liys = 59[071 + AN071| (311)
= |eot 4 1], (3.12)

and
Hyys = |egot + 170+ (3.13)

= |0t 4 AN, (3.14)
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where we have made use of the fact that ANo—! = [No and [No+! = ANo,
Finally, we note that, moving along a given (exact) E vs N segment, the
relevant frontier orbital remains constant. This introduces the condition that
the LUMO at the electron-deficient end of an E vs N segment should equal
the HOMO at the electron-abundant end. Hence we can introduce two final

measures, which we denote €2,

Qs = &7 —&°), (3.15)

QRHS - |€£VO - 6f{vo+1| . (3.16)

Each of the quantities H, L and 2—whilst acting as a measure of the degree
of linearity—can also be employed in a tuning procedure. By varying the
parameters of a functional (typically either the proportion of exact exchange in
a conventional hybrid or the range-separation parameter in an RSH functional)
until one of these tuning norms is minimised, one can achieve a degree of

near-linearity in the relevant E' vs N segment.

3.2.3 MULTIPLE SEGMENTS

The tuning norms introduced so far each constrain a functional to satisfy a
single linearity constraint on one F vs N segment of a given system. Arguably,
however, this has limited real-world use, where orbital differences are often
required for meaningful calculations. Take, for example, the fundamental gap,

203209 in order to accurately estimate

Iy — Ag. As noted by Baer and co-workers,
this as the difference of Kohn-Sham orbital energies, both segments of the
E vs N curve need to be accurately described.

To achieve this, they introduced new “double-segment” tuning norms, which

in our notation are written
JH,L = HLHS + LRI—IS (3'17)

and
JH.,H = HLHS + HRHS ) (3'18)

where the first and second subscripts indicate the left- and right-hand side

tuning conditions, respectively. By analogy, we can also define

JL,H = HLHS + HRHS (3-19)



58 + CHAPTER 3: TUNED RANGE-SEPARATED HYBRID FUNCTIONALS

and

JL.,L - LLHS + LRHS . (3‘20)

An alternative form of the tuning norm in equation (3.18]) was also pro-

2031200

posed, which we write as

[ nll2 =/ Hiys + HE

RHS *

(3.21)

Though conceptually very similar to equation , a subtle difference arises
when the quantity is squared: whereas equation contains cross terms,
equation does not. As before, we may consider the related combinations
||JH,LH27 ||JL,H||2 and HJL,LH2'

We now observe that equations and are the first two terms in

a series of p-norms,
HJH,HHp = {/Hlus + Hiys (3.22)

which leads us to consider the general p-norm

[z, yllp = /2P + P, (3.23)

where x and y refer to the LHS and RHS conditions respectively; in this work
we consider up to p = 4. Note that the components of the p-norms are always
positive, due to the modulus in the definitions of H, L, and ).

Overall this leads to a total of 22 tuning norms, summarised in Table [3.1]
which will be assessed in detail later in this chapter. Firstly, though, we present
a preliminary investigation into the behaviour of representative RSH functionals,
to highlight the system-dependence of the range-separation parameter, and to

inform our choice of functional form to use in the systematic assessment.

3.3 PRELIMINARY ASSESSMENTS

3.3.1 FUNCTIONAL COMPARISON

An initial assessment was carried out to briefly examine the influence of the
RSH functional form on relevant properties, for a few representative systems.
Three simple systems—each of which bind an additional electron—were chosen
(C, Cu" and OH). Each of these was modelled with several common RSH

functionals available in Gaussian 09:%1% cAM-B3LYP, LC-wPBEHSSME and
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Table 3.1: Summary of the 22 tuning norms assessed in this chapter.

Tuning norm Definition
Hips len® + INo|
Lyps |<‘-‘£VO?1 + ANO_1|
Qs |5£V071 - EI]{V(,l
Hius |€I]{Vo+1 +IN0+1|
Lgys ‘51{\70 + ANO‘
Qrus ‘EI{VO - E{IVO_H‘
”JH,HHl Hiys + Hyys
HJH,H ‘2 HLQHS + Hl%HS
||JH7H ‘3 v HEHerHgHs
HJH,IIH4 v Héns + Héns
”JH,LH1 Hiys + Lius
(| Ju, ]2 Hiys + Liys
||JH7L |3 v HEHS + L%HS
||JH,LH4 v Héns + Lé{HS
”JL,HHl Lyys + Hgus
[l Je,ull2 Liys + Hiys
||JL,HH3 v L%HS+HF%HS
||JL,HH4 v Lgns + Héﬂs
”JL,LHI Liys + Lrus
e, cll2 Ly + Lis
||JL,L||3 v L%HS + LgHs
||JL,L||4 v LéHs + L?{HS

wB97, 4218 along with a modified parameterisation of CAM-B3LYP, termed
LC-B3LYP, where we choose @ = 0 and § = 1. Whilst not the optimal
parameterisation for many computed properties, this form has the advantage
of satisfying the condition o + 8 = 1, which is necessary to exhibit the correct

asymptotic behaviour of the exchange—correlation potential.

Such a limited set of test data cannot hope to provide firm conclusions,
however a number of useful observations can be made. Figure [3.3| compares the
variation of the representative norms ||Jy ul|[1 and ||Jy, |1 with u for each of
the functionals. With the exception of CAM-B3LYP, the functionals show very
similar trends, with J reaching a fairly well-defined minimum at a finite value
of . With CAM-B3LYP, however, J decays asymptotically towards infinite p,
never truly reaching a minimum. This observation lends great weight to the

assertion that satisfying a4+ = 1 is a necessary condition for the success of
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CAM-B3LYP LC-B3LYP
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Figure 3.3: Variation of || Jy, u||1 and ||Jy, 1 |[1 with p for various RSH
functional forms, using the aug-cc-pVTZ basis set. The optimal
values of u for each system correspond to minima in the curves
(although the curves have been artificially smoothed to guide the
eye, the coarse grid of u values is sufficient to show the qualitative
variation of J with u).

these tuning methods, since CAM-B3LYP is the only functional (of those tested)

that does not satisfy this condition.

Another immediately apparent observation is that, aside from CAM-B3LYP,
J minimises at similar values for each functional. The precise Jy;, , however,
is different for each of the three species, reinforcing the notion that p needs to

be a system-dependent parameter.
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Figure [3.4] plots the deviation in the calculated (ASCF) I and Ao from
the experimental values?™® 120 and A)°, as a function of y, for each functional.
Importantly, the trends vary between functionals much more than the trends
in J, and the optimal p for I™ or AN (i.e. that which gives a deviation of
AFE = 0) can vary significantly, both from that of other functionals and from
that which minimises J. This has important implications both in the tuning
procedure, and in the assessment of the quality of the functional. Specifically, it
highlights the fact that we must examine not only the ability of the functional
to satisfy linearity conditions (governed by its description of fractional N),
but also its ability to reproduce experimental I and A values from ASCF

calculations (governed by its description of integer N).

3.3.2 SUCCESSIVE IONISATIONS OF CARBON

We have established that the optimal value of 4 is sensitive to the system under
consideration. However, even for a given atom or molecule, a single value of
(4 may not be universally appropriate—different values may be required to
achieve near-linearity in different segments of the £ vs N curve. In order to
illustrate this, we now investigate the effect of tuning p for each segment of a
given species in turn, by considering successive ionisations of carbon. In effect,
we consider the entire E vs N curve of carbon, from C®" to C~, by examining
separately the segments between each pair of integer-N species.

Section [3.3.1] established a broad similarity between the various functional
forms (where o+ = 1), and so we concentrate on LC-B3LYP as a representative
example, again with the aug-cc-pV'TZ basis set. The assessment proceeded
as follows. Firstly, an optimal p, denoted p*, was determined for each pair of
carbon species, by minimising H for the more-reduced species (thereby satisfying
the “HOMO” Koopmans condition). Note here that H refers explicitly to
equation for the more-reduced species—since we are dealing with multiple
E vs N segments the use of “LLHS” and “RHS” would be potentially ambiguous.
Calculations were carried out using the Gaussian 09 software at a range of
values, with the lowest H chosen as optimal. Next, F/ vs N data were generated
for all seven pairs of species, at each u*, using a modified version of cADPAC.220
This was achieved by explicitly incrementing the (fractional) occupation of the
relevant frontier orbital (HOMO of the more oxidised species, LUMO of the
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CAM-B3LYP LC-B3LYP

LC-wPBE wBI97

—— J(©) —— f(Cut) . J(OH)
—e- A©) - g(CuT) - .. g(OH)

Figure 3.4: Deviation of calculated I© and AN from experimental
Iév % and Aév 9 as a function of u, for various RSH functional forms,
using the aug-cc-pV'TZ basis set. The optimal values of p for each
system correspond to AE = 0.

more reduced) from zero to one in steps of 0.05, and computing the energy at

each point.

The procedure of minimising H is illustrated in Figure [3.5] which plots the
extent to which the HOMO Koopmans condition is satisfied, as a function of
1, for each carbon species. The optimal p values—corresponding to where the

curves of Figure [3.5| are closest to zero—are summarised in Table

It is immediately apparent that there is significant variation in the u* for



Preliminary assessments - 63

0.30
—(C - C+ CZ-‘r C3+
0.20
<
~
= 0.10 —
I .
&
0.00 —
—0.10
C4+ e C5+
100
9
~
~
+
& 0.50 —
0.00 —
[ [ [ [ [ [ [ [ [ |
0 1 2 3 4 ) 6 7 8 9
pi/ao™

Figure 3.5: The degree to which the HOMO Koopmans condition
is satisfied, for successive ionisations of carbon, as a function of
1, using the LC-B3LYP functional and aug-cc-pVTZ basis set. u*
(Table is the value of u for which H (the absolute values of the
plotted data) is minimised.

different £ vs N segments. The curves for C, C, C* and C*" each cross
H =0 at a finite, well-defined p*, and each has a different optimal value. The
curves for C** and C°" merely approach zero as u tends to infinity, whilst the
C** curve tends asymptotically to a positive value. A particularly significant
observation is that p* for the C~ and C species differs by 0.3ao !, and this
difference in p has a big impact on the properties, and hence behaviour, of
the optimal functional. Since applying the tuning procedure to these species
affects the RHS and LHS F vs N segments of neutral carbon, respectively, this
immediately presents a challenge for accurately describing both segments, and

hence the frontier orbitals of carbon, simultaneously.
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Table 3.2: Optimal range-separation parameters p* that minimise
H for successive ionisations of carbon, using the LC-B3LYP functional
and aug-cc-pVTZ.

Species wfag™t
c 0.37
C 0.67
(o 1.00
ot 00 (H —~0)
ot 00 (H — +ve)
cH 5.89
oot 00 (H —0)

E vs N plots

In order to intuitively compare the E vs N data for each pair of carbon species
on a single plot, and to avoid large differences in scale, we in fact consider what
we will denote an F vs N deviation curve, plotting AFE against AN. AN is
defined as the fractional occupancy of the relevant frontier orbital, such that
the more oxidised species is described by AN = 0, and the more reduced by
AN = 1. AF is the difference between the computed energy and the desired
behaviour: an interpolated straight line between the integer- N points. In this
way, the closer a plot is to a straight line along zero, the closer it is to being a
linear £ vs N segment.

By construction, the interpolated and calculated energies agree at integer N.
For non-integer values, a horizontal line along zero indicates a linear £ vs N
curve, whilst a positive/negative deviation indicates a concave/convex curve.

Figure (3.6 plots this F vs N deviation for each of the key p* values
summarised in Table 3.2| (we choose = 1000 ap™! as “effectively infinite”). We
also present the same variation as computed using Hartree—Fock, for comparison.
The plot labels refer to the species at AN = 1, i.e. that for which H was
optimised in determining p*. In this way the colours and labels are consistent
with Figure [3.5]

It is important to note that the tuning procedure—in this case—only
attempts to constrain the initial slope approaching AN = 1, and is clearly
successful in doing so. For C~, C, C* and C*", where a finite * is well defined,
this behaviour is clearly seen when computed using the appropriate u. For

C** and C°", where H decays to zero towards infinite p, the behaviour is
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Figure 3.6: FE vs N deviation curves for successive pairs of car-
bon species, computed using LC-B3LYP at each of the p* values in
Table [3.2]and aug-cc-pVTZ, together with Hartree-Fock. Legend
labels refer to the species corresponding to AN = 1.
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approached when computed using very large p. Finally for C**, where H

decays to a positive asymptote, the behaviour is not seen at all.

The behaviour of the unconstrained end—at AN = 0—is slightly less
intuitive. If the functional were exact, the slope here would be equal to that
at AN = 1, and remain constant between 0 < AN < 1. However, this is not
the case for any fixed value of y, and e2V=0 #£ ¢2VN=1 The difference is largely
negligible, so the variation between integers is typically very close to linear
at p*, however with some of the more highly charged species the difference is

much more pronounced, leading to distinctly “S-shaped” curves.

These plots perfectly illustrate the significant dependence of F vs N curves
on the precise value of y, and reinforce previous observations that it is not
possible to enforce linearity on two segments of the curve with a single value
of . As u increases, the convexity of each curve decreases, passing through
near-linearity at pu*, before becoming concave. Each curve appears to reach
a maximum concavity, such that a further increase in u no longer affects the

curve—as a result the spread of deviations from linearity narrows as p increases.

Neglecting correlation

It is also interesting to consider the effect of correlation on the above trends.
The LC-B3LYP functional with g = 1000 ao~! is effectively equivalent to using
the Hartree—Fock functional with (dynamic) correlation added—however the
corresponding plot in Figure [3.6]is considerably different than that of pure HF.
In particular, the curves for C*T and C*" do not change appreciably above
i~ lag™!, whereas with HF they become concave and linear respectively.
Similarly, the C** curve remains S-shaped for x = 1000 o', compared with

the entirely concave curve for HF.

Figure re-plots the variation of H with pu, this time neglecting any
correlation in the LC-B3LYP functional. Now, there is a well-defined, finite
p* for the C** segment (as reflected in the HF E wvs N plot, where the
curve has passed through near-linearity and become concave), whereas the
C3* segment asymptotically approaches zero (reflected in the linear HF plot).

1

Indeed, repeating the E' vs N analysis using g = 1000 ag~" with no correlation

produces a plot—Figure [3.8—identical to that of HF.
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Figure 3.7: The degree to which the HOMO Koopmans condition is
satisfied, for successive ionisations of carbon as a function of y, using
correlation-free LC-B3LYP (correlation omitted) and aug-cc-pVTZ.
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Figure 3.8: E vs N deviation curves for successive pairs of carbon
species, computed using correlation-free LC-B3LYP at very large u.
Legend labels refer to the species corresponding to AN = 1.
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Figure 3.9: Error in calculated (ASCF) ionisation energies of carbon
species, as a function of u, for LC-B3LYP.

Comparison to experimental ionisation energy

As discussed in the introduction, we can only explicitly enforce the approximate
condition gy, = —1I, for the obvious reason that in the general case we do not
know the exact ionisation energy I,. However, for the functional to be correct,
the condition I = I must also be fulfilled, so it is useful—whilst we are dealing
with species for which we have exact values—to compare the two quantities.
Figure |3.9 plots the deviation from experiment of successive carbon ioni-
sation energies I, calculated at a range of p values. It is clear that a broadly
similar trend is seen for each removal of the same character of electron—however
a different value of p is optimal for each ionisation energy. Optimal values are
listed in Table |3.3] Furthermore, by comparing with Table |3.2] it is clear that
the p that best fulfils I = [y does not necessarily correspond to that which
minimises H for the same species. This is consistent with the preliminary

assessment of C, Cu™ and OH.
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Table 3.3: Optimal range-separation parameters p* that minimise
the error in I25CF for successive ionisations of carbon, using the
LC-B3LYP functional and aug-cc-pVTZ.

Species wjag™!

o 0.61

C 00

Cct 0.12
2 0.61
3t 3.0
cAF 0.06 or 2.71
ot 5.80

In effect we can identify two “optimal” values of p* for each carbon species
(and hence for each segment of the ' vs N curve)—one which best minimises the
tuning norm (in this case H) and one which best reproduces I = I. Although
the errors in I may still be small when computed at the p* appropriate for H,
the question remains whether it is more preferable to achieve near-linearity in
E vs N, or rather to be able to accurately compute I. The carbon analysis
has also confirmed that, in general, a different value of pu is required to enforce
near-linearity on each F vs N segment. How, then, do the double-segment
tuning norms behave when attempting to enforce near-linearity on two adjacent
segments with a single optimal p*? Furthermore, do the p* values determined
using these norms provide a good estimate of I and A? All of these questions
are addressed in the systematic assessment of tuning norms below, and the
precise interplay between the various quantities is shown to be central to the

success of such methods.

3.4 ASSESSMENT OF TUNING METHODS

A number of related tuning norms were outlined in Table each of which gives
a different approach to enforcing known exact conditions on RSH functionals.
We now present a systematic study of the performance of each in order to
identify which methods are best, and what factors govern their success. We
relate this to both the linearity of the E' vs N dependence, and the errors in
various quantities relating to the tuning, namely the frontier orbital energies

(and differences), ionisation energies and electron affinities.
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3.4.1 CHOICE OF FUNCTIONAL

Much of the earlier work on the tuning of RSH functionals, primarily conducted
by Baer and co-workers, 24203221 ysed the BNL (Baer—Neuhauser-Livshits)
functional form“**15 to great success. However, as stated in the same works,
the techniques are trivially applicable to other RSH functionals. Our preliminary
investigations similarly suggested the qualitatively similar behaviour of different

RSH forms (where the long-range condition o + 5 = 1 was met).

Since an implementation of CAM-B3LYP—trivially modified to LC-B3LYP by
changing the o and 8 parameters—already exists in the modified cADPACZ
code (which we require to examine the £ vs N relationships), we choose to
proceed with the LC-B3LYP for the full assessment. However, we first provide
further justification of its use by reproducing the tuned-BNL results of Refs 203
and 209, and comparing them with equivalent calculations using LC-B3LYP.

The two most prominent tuning norms used in previous works for optimally
computing fundamental gaps are (in our notation) ||Jy u|l1 and ||Jy «l|2, equa-
tions and respectively. We tuned the functionals by calculating
these quantities at a range of u values for main group atoms from Na to Br
(excluding the noble gases, which do not bind an electron). The p* for each
atom was then identified for each minimised J, and the fundamental gap cal-
culated at this value as eNo — elo where Ny refers to the number of electrons
in the neutral atom. We compare this to the experimental fundamental gap,
130 — A", with data taken from Ref. 2I9. In the case of nitrogen, which has
a negative experimental Aévo, we explicitly choose the ground-state value of

Al =0 in both the tuning and the analysis.

Figure [3.10plots the computed fundamental gaps, along with their deviation
from experiment, for the BNL functional form implemented in the NWCHEM222
software (neglecting the subtraction of part of the short-range exchange energy,
as noted in Ref. 203)), using the aug-cc-pVTZ basis set. Immediately one can
see significant differences between the two tuning norms. ||Jy ul|2 reproduces
the values of p* published in Refs 209 and 203, with a slight discrepancy in
oxygen, with a minor difference of 0.01 ay~! in the u* obtained; the effect on the
computed fundamental gap is negligible. This difference is largely insignificant,
and attributable to slight differences in the code and parameters used (the

value of J differs by less than 0.001 eV between the two values of p).
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Of the two methods, ||.Ju ul|2 generally gives a better estimation of the
fundamental gap across the range of atoms, with maximum errors of around
0.4eV. ||Ju ull1, on the other hand, does not perform as well overall, despite
differing only in the presence of cross-terms when squared. The method gives
errors as high as 1eV, although for certain atoms (e.g. phosphorous) it does
perform slightly better than ||Jy, u||2. For nitrogen the two methods are identical,
since the RHS criterion is zero. Similarly for the group I and II atoms, the
two tuning methods give almost identical results, despite potentially large
differences in the p* determined by each. The reason for this is how the
fundamental gap varies with p for these atoms: above a certain value, very
little variation is seen, so the results are similar regardless of the p* obtained.

Figure repeats the procedure with LC-B3LYP and the same basis

9218 software (NB: tests were carried out to ensure

set, using the Gaussian 0
consistency between results from the two programs when using an equivalent
level of theory). The results closely mimic those obtained using BNL, indicating

the suitability of choosing LC-B3LYP for the full systematic assessment.

3.4.2 SYSTEMATIC ASSESSMENT OF TUNING NORMS

Having established that the validity of the approach is independent of the
functional form used, we now proceed with a systematic assessment of each of
the tuning norms in Table [3.1] We considered the same set of atoms as Baer
and co-workers,?%#2% corresponding to those assessed in Figures and [3.11]
namely Li-F, Na-Cl, and Ga-Br. The ground state spin configuration was
used for both neutral atoms and ions.

For each atom, calculations were performed using a series of p values,
and the value that minimised each norm, denoted u*, was determined to
2 d.p. For comparison, calculations were also carried out using a representative
GGA (PBE), a conventional hybrid functional (B3LYP), and non-tuned range-
separated hybrids (BNL and LC-B3LYP, each with range-separation parameter
p=0.4ay""). Calculations were performed using the Gaussian 09 and CADPAC
programs, with the aug-cc-pV'TZ basis set.

Inevitably, use of these tuning methods increases the computational effort,
since calculations must be performed over a range of y values. In the present

work—where multiple criteria were investigated simultaneously, each with a
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Figure 3.10: HOMO-LUMO gap, and its deviation from experimen-
tal fundamental gap, calculated using tuned BNL. All calculations
use the aug-cc-pVTZ basis set.
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Figure 3.11: HOMO-LUMO gap, and its deviation from exper-
imental fundamental gap, calculated using tuned LC-B3LYP. All
calculations use the aug-cc-pVTZ basis set.
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(potentially) different p*—we used a coarse grid of p values, refining as necessary
close to the minima. For a single tuning norm, the procedure could be carried
out more efficiently but would still require a number of separate calculations
(typically greater than 20).

We assess the tuning methods in several ways. To test the satisfaction
of the Koopmans conditions, we consider the deviation of )¢ and ™ from
the exact —Iév ® and —Aév 0 223 respectively; it is also pertinent to consider the
deviation of the calculated ™ and A™ (ASCF values determined from integer
energy differences) from the exact values. The quantities ;5 and Qg provide
a measure of linearity for the individual segments, and so we consider the
deviation of these quantities from zero (by construction, Q will be near-zero
when successfully employed as the tuning norm, but this will not necessarily
be the case for a general tuning norm). Finally, we consider the deviation of
No — gNo from the fundamental gap I5° — Ap°.

Mean absolute deviations are presented in Table [3.4] determined by cal-

culating individual absolute deviations for each atom using its corresponding

3

w* value and then averaging over the set of atoms. For clarity, the results
are divided into those determined using conventional functionals, and those
determined using tuned functionals with single-segment (H, L, and §2) and

double-segment (J) tuning norms.

Conventional Functionals

First, consider the results in Table determined using the PBE functional.
As expected, the values of eo and Mo differ significantly from —Iév ® and
— Al by 3eV to 4eV. By contrast, the directly computed V0 and A are
more than an order of magnitude more accurate. The large values of 6¢eV to
8eV for the linearity measures (2,5 and gys quantify the significant £ vs N
curvature. As noted in Section the errors in €10 and Mo are of opposite
sign and so the deviation is amplified when the difference is used to compute
the gap. It follows that the gaps e — 2o deviate by more than 7eV from
1% — AJ°. In the case of a GGA such as PBE, the difference between the
fundamental gap and the associated orbital energy gap is approximately equal
to the exact exchange-correlation integer discontinuity;*4%1%% the relationship

between curvature and integer discontinuity has recently been discussed by
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Table 3.4: Mean absolute deviations (in eV), from exact refer-
ence values, of various key quantities computed using conventional
functionals and each tuning norm.

N N N N
En’ e’ INo ANo Qrus Qgus e’ —En’

Conventional functionals

PBE 4.10 3.04 0.15 0.19 8.22 5.71 7.13
B3LYP 3.16 2.35 0.17 0.17 6.57 4.37 5.50
BNL 0.76 0.33 0.15 0.32 1.46 0.50 0.85
LC-B3LYP 0.36 0.37 0.26 0.24 1.29 0.31 0.62

Single-segment tuning norms

H s 0.26 0.33 0.26 0.17 0.16 0.79 0.53
Ly 0.34 0.40 0.25 0.16 0.17 0.91 0.68
Qs 0.30 0.37 0.26 0.17 0.09 0.85 0.61
Hyns 0.63 0.42 0.26 0.23 1.82 0.21 0.92
L 030 022 026 021 116 0.1 0.39
Qrus 0.46 0.32 0.25 0.23 1.45 0.04 0.65
Double-segment tuning norms

| T, w1 0.24 0.32 0.26 0.17 0.19 0.78 0.51
| T, 1)) 2 0.09 0.21 0.26 0.19 0.64 0.49 0.19
| T, ull3 0.10 0.20 0.26 0.19 0.71 0.45 0.17
| o, u |4 0.11 0.20 0.27 0.19 0.73 0.44 0.16
|, 1 0.25 0.32 0.26 0.17 0.18 0.78 0.52
| i, 2 0.17 0.26 0.26 0.18 0.37 0.65 0.34
IJu. ll3 0.16 0.24 0.26 0.18 0.42 0.62 0.31
| i, 1|4 0.14 0.23 0.27 0.18 0.45 0.61 0.28
15, w1 0.33 0.39 0.25 0.16 0.16 0.89 0.67
|z a2 0.11 0.22 0.26 0.19 0.55 0.55 0.22
AR 011 020 026 019 061 051 0.19
|0, wlla 0.11 0.20 0.26 0.19 0.64 0.50 0.17
Il 7ol 0.34 0.40 0.25 0.16 0.17 0.90 0.67
0.2l 022 029 026 018 026  0.72 0.44
IBAIE 0.19 0.27 0.26 0.18 0.33 0.68 0.38
|, L]la 0.18 0.26 0.26 0.18 0.35 0.67 0.37
Mean reference value —9.78 —1.28 9.78 1.28 0 0 8.50

Reference quantity ~— —I5°  — AL G Al 0 0 e — Al
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Stein et al.'2?

B3LYP performs slightly better than PBE for each of the problematic quan-
tities, reflecting the reduction in convexity caused by the addition of exact
exchange, whilst maintaining the low deviations in ™0 and Ao, The non-tuned
range-separated hybrids BNL and LC-B3LYP show a further marked improvement
in the problematic quantities, although the deviations remain non-negligible.

With these two functionals, the I and A™ values degrade marginally.

Single-segment tuning

Next consider the functionals tuned to criteria on a single £ vs N segment,
using the H, L, or  tuning norms. The deviations in €0 and ™o are generally
close to those from the non-tuned RSH functionals. The lowest deviations in 20
and Mo are, not surprisingly, obtained by tuning to Hyus and Lyys respectively,
since these explicitly optimise the Koopmans conditions that are being assessed.
Importantly, these deviations are still non-zero, challenging the assumption that
simply tuning to the calculated I or A™ is sufficient—one must also consider
the quality of the calculated I™o or Ao itself. In other words, one must take
into account the accuracy of the relative energies of the integer-electron systems.
In fact, I is in virtually constant deviation by 0.25eV whichever tuning norm
is used, and—somewhat counterintuitively—A™ is slightly better when tuning
to the LHS rather than the RHS.

Tuning to H, s or Ly gives comparatively low values of €0, ,4, up to five
times smaller than 2,4, indicating that the tuning is relatively successful at
linearising the LHS segment, but at the expense of the RHS. Tuning to Hypys
and Lyys yields analogous behaviour, with Q¢ values up to nine times smaller
than €2, ,s. When used as tuning norms, €2, ;s and 2z give, by construction,
near-zero values for their respective linearity measures (although large values
are seen on the non-optimised side). However, all that a small value of Q
indicates is that the slopes at the two integers are essentially the same—not
necessarily that they are equal to the correct value. In fact, the discrepancy
between the deviations in €0 and o and those in the calculated /™o and AN
confirms that the slopes are not correct; see Section |3.4.3|

For both LHS and RHS tuning norms, the deviations in the gap o —elo are

of a similar magnitude to the non-tuned RSH functionals. The lowest deviations
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are obtained when tuning to H,us and Lgyg, reflecting the fact that these two
conditions individually yield the most accurate ° and Yo, respectively, which

are the two components of the gap.

Double-segment tuning

Next consider the functionals tuned to criteria on both E vs N segments, using
the various J in equation (3.23) as tuning norms. In all cases, the deviations
in eYo and &M reduce notably from p = 1 to p = 2, with little subsequent
change for p > 2. The best results are obtained using the ||.Jy 4|, series, with
deviations as small as 0.1eV to 0.2eV. However, similar trends are not seen
in the computed I and A™o—the deviation in I™° is a near-constant 0.26 eV
on average, for all of the tuning norms tested, whereas the deviation in AN
varies from 0.16eV to 0.19eV. This has obvious implications for the tuning
methods, which rely on attempting to constrain the frontier orbital energies to
these incorrect 1™ and A™ values.

As p increases beyond unity, € ;5 increases (implying an increase in E vs N
curvature), which is somewhat counterintuitive given that the error in g)o
decreases. A more intuitive trend is observed for s, which reduces as g0
improves. Despite yielding the most accurate €10 and €0, the values of Qs
and (gys are both significant for the ||Jy 4|, series with p > 2, indicating that
substantial non-linearity remains. Insight into these observations is provided
in Section

The accuracy of the gaps 0 — 20 again reflect the accuracy of the orbital
energies: the best results are obtained for the ||.Jy »l|, series, with deviations

reducing to less than 0.2eV.

3.4.3 REPRESENTATIVE SYSTEM: THE CARBON ATOM

Further insight into the behaviour of the tuned functionals is obtained by
focusing on a single atom, thereby enabling the quantities in Table to be
explicitly related to E vs N plots. We choose the carbon atom, such that
Ny = 6, and consider the £/ vs N behaviour in the range 5 < N < 7. Table 3.5
presents p* values determined for the carbon atom, using selected tuning norms,

along with deviations (calculated minus reference) in elo, eNo [No  ANo Q) ..



78 + CHAPTER 3: TUNED RANGE-SEPARATED HYBRID FUNCTIONALS

Table 3.5: Deviations (in eV), from exact reference values, of various
key quantities computed for the carbon atom using selected tuning
norms.

W 6£'Vo 31{% INo ANo Qs Qrus 5LNO - 51]-1\[0

Single-segment tuning norms

H s 0.66 —0.47 0.57 0.46 —0.03 —0.05 1.44 1.03

Lyys 0.68 —0.52 0.61 0.45 —0.05 0.05 1.50 1.12

Qrus 0.67 —0.49 0.59 0.45 —0.04 0.00 1.47 1.08

Hyns 0.36 0.89 —0.50 0.44 021 —-2.75 —-0.31 —1.38

Ly 043 044 -0.14 0.46 0.15 —1.87 0.29 —0.57

Qrus 0.39 0.68 —0.33 0.45 0.18 —2.35 —-0.03 —1.01

Double-segment tuning norms

I, w1 0.65 —0.44 0.55 0.46 —0.03 —0.11 141 0.99

|, ull2 0.53 —0.04 0.24 0.47 0.06 —091 091 0.29

| u, ull3 0.52  0.00 0.21 0.47 0.07 —1.00 0.86 0.21

| Jis, w4 0.51  0.04 0.18 0.47 0.08 —1.08 0.81 0.14

Reference value —-11.26 —-1.26 11.26 1.26 0 0 10.00
Reference quantity —Iév o —A(I)V o Iév o Aévo 0 0 Iév 0 — A(I)V“

Qpus, and Mo — Mo all computed using p*. The dependence of these quantities
on the choice of tuning norm largely follows the behaviour of the average
quantities presented in Table [3.4]

For each tuning norm in Table the E¥ vs N behaviour was analysed by
fixing p at the corresponding value of pu* and smoothly varying the number of
a-spin electrons in the system from 3 to 5, at fractional intervals (note that due
to the similarity between the different double-segment norms, we only present
the ||Ju, ul|, series). The number of S-spin electrons remained fixed at 2. To
most effectively illustrate the non-linearity of the £ vs N curve, we again plot
the deviation of the calculated energy from a linear interpolation at integer
N (E wvs N deviation curves). As before, the interpolated and calculated
energies agree at integer N (by construction), a horizontal line along zero
indicates a linear E vs N curve, and a positive/negative deviation indicates a
concave/convex curve. Results are presented in Figures to [3.15]

A pair of straight lines is superimposed onto each E vs N deviation curve,
one on the electron-deficient side and one on the electron-abundant side of
N = 6. These lines are the differences between the ezact piecewise curve and

the linear interpolation between calculated integers, aligned at N = 6. The
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(a) E vs N curve

IéVn INo
E
AéVO ANo
N
Ny —1 Ny No+1
(b) E vs N deviation curve
AFE
o < A ANo
0 ¢ + R Exact
‘\\ ,'I AJNo slopes
x> b
\\\ III
N

Ny —1 Ny No+1

Figure 3.12: Schematic relationship between an E vs N curve and
an F vs N deviation curve. Vertical scale has been exaggerated for
clarity.

slopes of these lines indicate the limiting slopes that an F vs N deviation
curve would have to exhibit at N = 6, in order to yield e} = —I;"° and
€, = —Aév ¢, respectively. We term them “exact slopes”, in the context of
an F vs N deviation plot. Figure [3.12]illustrates the relationship between a
conventional £ vs N curve, with exact [ and A values superimposed, and an

E vs N deviation curve, with exact slopes superimposed.
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Figure 3.13: E vs N deviation curves (dashed/dotted curves) and
exact slopes (solid straight lines) for the carbon atom using RHS
tuning norms.

These exact slopes provide a useful guide to the quality of a functional:
the difference between the slope of the F vs N deviation curve and the exact
slopes quantifies the deviations in e)o and e from —I° and —A}°, whilst
the deviation of the exact slope from horizontal quantifies the deviations in
INo and AN again from 1) and AJ°. We note that if the exact slope is not
horizontal then satisfaction of the exact Koopmans conditions (e¥o = —I7";

e, = —AY°) will require non-linearity in the E vs N curve.

Figure |3.13| presents the £/ vs N deviation curves for the three p* values
determined by tuning to the RHS. The three p* values are rather different from
one another and so the £ vs N behaviour of each is also quite different. In
moving from Hypyg to Qpys 10 Lyys, the slopes on either side of N = 6 move
closer to the exact slopes, and so the deviations in )0 and "0 in Table
reduce. The exact slopes are notably offset from horizontal, reflecting the
deviations in ™ and A in Table By construction, tuning to Hyys and
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Figure 3.14: E vs N deviation curves (dashed/dotted curves) and
exact slopes (solid straight lines) for the carbon atom using LHS
tuning norms.

Lyys yields—for the RHS segment—mnear-zero slopes at N = 7 and N = 6
respectively. However, in both cases the unconstrained end of the RHS segment
exhibits a much larger slope, leading to the small but non-negligible €2, values
in Table 3.5} by contrast the LHS segment is highly convex, with large Qs
values. By construction, tuning to {2,,¢ yields essentially identical slopes at
N =6 and N =7 for the RHS segment and hence near-zero values for {gys,
but the slopes themselves are not zero, resulting in a curve with a point of
inflection. The LHS segment is again highly convex, with a correspondingly

large €, 44 value.

Figure [3.14] shows the analogous curves when tuning to the LHS. The three
w* values are now very close to one another and so the differences in the
E vs N behaviour are much less pronounced. The near-linearity of the LHS
is much more pronounced than the RHS was in Figure |3.13| and so, at first

sight, one might expect an accurate eY0. However, the plot simply illustrates
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Figure 3.15: E vs N deviation curves (dashed/dotted curves) and
exact slopes (solid straight lines) for the carbon atom using double-
segment tuning norms.

that elYo ~ —I™0: by contrast the deviation of the exact slope from horizontal
indicates that I™ # I} and so the discrepancy between £ and —I2° is
actually significant. The deviation in €] is of a similar magnitude—in this
case, the deviation arises largely due to the curvature, rather than the error in

AN which is now much smaller.

Finally, consider the curves obtained by tuning to both segments. Each set
of p-norms shows a similar trend, so we choose the most successful method,
|| Ji, ||p, to illustrate the behaviour. Figure [3.15] presents the £ vs N deviation
curves using the p* values obtained for 1 < p < 4. When p = 1, u* = 0.65ay 7",
which is essentially the same as the value obtained when tuning to the LHS
segment alone. As a result, the corresponding curve is close to those in
Figure . Increasing p to 2 yields p* = 0.53 ag—!, roughly midway between
the LHS-only and RHS-only optimised values. Appropriately, this leads to
some reduction in concavity on the RHS (Qgys in Table decreases) but
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increased convexity on the LHS (€45 increases in magnitude), so that neither
side shows near-linear behaviour. As p is increased to 3 and 4, u* decreases
marginally again, with a corresponding small shift in the £ vs N deviation
curves. Despite the lack of linearity on either side, using p > 1 yields slopes
that are closest to the exact slopes, and hence the values of €} and o are
optimal. The good performance of the p > 1 functionals therefore arises from

a convenient error cancellation between lack of linearity and errors in I and

ANo,

3.5 (CONCLUSIONS

Tuning the range-separation parameter of an RSH functional (or, indeed, simply
the proportion of exact exchange in a conventional hybrid) in order to better
reproduce desired conditions, is a relatively recent concept which is gaining
increasing popularity. The ability to obtain good-quality approximations—
from existing methods—of problematic quantities previously inaccessible to
conventional DFT methods, is an enticing prospect.

Through preliminary investigations involving C, Cu™ and OH, along with
successive ionisations of carbon, we confirmed the system-dependence of the
optimal range-separation parameter p, and its dependence on the quantity
being assessed. By comparing various functional forms, we concluded that
the long-range condition o + = 1 is desirable not only for the asymptotic
behaviour of the exchange—correlation potential, but also for the tuning norms
to exhibit a well-defined minimum. Despite this, we found that RSH functionals
which do satisfy this conditional are qualitatively interchangeable when utilised
in the tuning procedure.

We performed a systematic assessment of a range of tuning norms for
enforcing approximate energy linearity, ¢.e. reducing delocalisation error through
a system-by-system optimisation of a representative RSH functional. For a series
of atoms, the accuracy of frontier orbital energies, ionisation potentials, electron
affinities, and orbital energy gaps was quantified, with particular attention
paid to the extent to which approximate linearity was actually achieved in the
resulting £ vs N curve.

The tuning approaches can yield significantly improved orbital energies
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and orbital energy gaps, compared to those from conventional functionals.
For a given Ny-electron system, optimal results were obtained using a tuning
norm, ||.Jy ul|p>1, based on the HOMO energy of the Ny- and (Ny + 1)-electron
systems, with deviations of just 0.1eV to 0.2eV in these quantities, compared
to exact values. However, detailed examination of the behaviour of the carbon
atom illustrates a subtle cancellation of errors. Specifically, the very fact that
it is not possible to achieve near-linearity on both the LHS and RHS of N,
means that at the optimal p there is an inherent non-linearity remaining in
E vs N. Conveniently, the degree of curvature—and hence the deviation of the
frontier orbital energies from the computed ionisation potentials and electron
affinities to which p was tuned—is of approximately the same magnitude as
the errors (compared to experiment) of I and A themselves.

The implications of this observation, and thus the validity of the approach,
are debatable. On the one hand, one is taking advantage of a convenient
cancellation of errors, and so the robustness of the method is immediately
called into question. On the other, regardless of the intricacies of the method,
the approach provides a seemingly reliable means of computing quantities
beyond the capability of conventional functionals, by a trivial parameter-tweak
and without the need to modify or implement any new functional forms.

Whilst we are inclined to agree with the latter argument, we urge that
care must be taken in the interpretation of any results, and hope that our
observations provide a useful insight into the properties of these tuned func-
tionals, which may assist the future development of functionals free from the

delocalisation error.

3.5.1 FURTHER CONSIDERATIONS

Despite the apparent success of these tuning methods, there are a number of
remaining drawbacks. Firstly, the procedure requires a series of calculations on
the No-, (Ng — 1)- and/or (N + 1)-electron systems in order to narrow down
the optimal p. For our test set of systems, with the simultaneous investigation
of many tuning norms, we initially chose a coarse grid of p values, optimising
with a tighter grid around the minima to achieve the desired precision. Whilst
arguably the most efficient compromise between CPU time and man-hours, the

number of individual calculations quickly ran into the thousands. This is an
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extreme case, and the procedure for a single system/tuning norm is much easier,
however even with the implementation of a relatively efficient minimisation
routine (complicated by the need to compute I and A for each u) we estimate
several tens of calculations would still be necessary.

The system-dependence of the approach is paramount to its success, yet
undeniably remains one of its drawbacks, in that g must be recomputed for
any new system, in the time-intensive manner outlined above. Likewise the
optimal p is unique to the property for which it has been tuned, as determined
by the tuning norm used. If calculation of a different property is desired then
a different ;1 may be optimal, requiring a full set of new tuning calculations
based on a different norm. This may not be a problem if one simply desires a
good estimation of a particular property for one or two molecules, but could
quickly become unmanageable for a large set of systems.

Finally, we note the lack of size-extensivity in the method, hindering its
use for, say, dissociation energies. Despite its drawbacks, the method is an
important step towards reducing or even eliminating the delocalisation error.

In this work we have focused entirely on a range-separation scheme under the
constraint that « = 0 and 8 = 1, with u the only free parameter. An interesting
future investigation could be made into two- and three-parameter optimisations
(the former maintaining the desirable constraint that o 4+ 5 = 1), in addition
to alternative forms of the short- and long-range partitioning. In particular,
given that a non-zero « can be beneficial for thermochemical properties,??’ the
convenient cancellation of errors between the calculated ionisation energy and
any residual non-linearity may be affected.

In the next chapter, we examine the effect of the tuning procedure on the
electron density, which—like the energy—should exhibit a linear variation with
fractional N. By considering the Fukui function (the derivative of the density
with respect to N, and a key quantity in conceptual DFT) computed with
tuned RSH functionals, we investigate whether y* values that are optimal for

near-linearity in £/ vs N are similarly optimal for the density.






FUKUI FUNCTION FROM TUNED
FUNCTIONALS

As with E vs N, the variation of the exact density with N is also
piecewise-linear, with discontinuities in its derivative at integer IV. In this
chapter, we consider whether functionals tuned to give near-linearity in
FE vs N also give near-linearity in the density. We do this by considering
the influence of the range-separation parameter on the Fukui function in
conceptual DFT. We relate our findings to calculations of the Mulliken
electronegativity, another important quantity in conceptual DFT, which
can be determined from the frontier orbital energies and so should benefit

from an improved description of £ vs N.

4.1 CONCEPTUAL DFT

Broadly speaking, the term “conceptual DFT” refers to the field of relating
known empirical chemical concepts, such as electronegativity, to specific defini-
tions extracted from DFT quantities—in particular successive derivatives of
the energy functional. Whilst a brief outline is provided below, full discussions
can be found in chapters 4 and 5 of [Parr and Yang,®® and a comprehensive

review by Geerlings et al.”?

87
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4.1.1 CHEMICAL POTENTIAL AND ELECTRONEGATIVITY

Electronegativity is an important concept for understanding and predicting
chemical reactivity, and describes the degree to which an atom in a molecule
draws electron density towards itself. Originally proposed by Pauling®* in
terms of a relative scale, multiple alternative definitions now exist.?26"233 The
Mulliken expression, in particular, involves only the ionisation potential and
electron affinity of the atom and so is independent of any relative scale; for

PRYIPRY

this reason it is often termed the absolute electronegativity, and is readily

identifiable with quantities computed using DFT 543
Recall the definition of the electronic energy E in terms of the density p(7),

Elo] = Flo] + / p(r)ulr) dr (4.1)

where F[p] is a universal functional of the density and v(r) is the external
potential. The energy change dFE of a system passing from one ground state

to another (i.e. perturbation of the system due to a chemical reaction) can be

B — / (%) dp(r) dr + / (%)p do(r) dr (4.2)

From the Euler-Lagrange equation, equation (2.19)), we can write the first term

of equation (4.2)) as

written as

dE, = /,udp(r) dr (4.3)

= pdN, (4.4)

where p is the Lagrange multiplier, or chemical potential (not the range—
separation parameter tuned in Chapter , the v subscript indicates fixed v(r),
and we have used the quadrature relation for the number of electrons /N in
equation ([2.12)).

The second term of equation can be identified by considering the
functional derivative of equation with respect to v(r) at fixed p, which—

since F' is a universal functional of p—is simply p(7), hence

dE, = /p(r) dv(r) dr. (4.5)
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Combining equations (4.4) and (4.5) we can rewrite equation (4.2]) as
dE = pdN + /p(’r) dv(r)dr. (4.6)

Alternatively, the energy can be considered as a functional of the number

of electrons N and v(r), perturbations in which give the differential

ag = (22 an + N o) dr. (4.7)
), "+ | i),

By comparing terms in equations (4.6|) and (4.7)), we thus identify the individual

first-order derivatives of the energy as

and
mw:(gggN. (19)

Through Iczkowski and Margrave’s definition“*” of electronegativity,

= (g_f[) | (4.10)

we can now relate the Lagrange multiplier of the Euler equation—the chemical

potential—directly to this well-established chemical concept,

0= —x. (4.11)

thus cementing the link between computational and conceptual DFT.

It must be noted that, as a result of the derivative discontinuity, u(N) is a
stepwise function, discontinuous at integer N. This leads to two electronega-
tivity values, x~ and x*, when evaluated on the LHS or RHS of the integer
respectively, and corresponding to an electrophilic (dN < 0) or nucleophilic
(dN > 0) perturbation. Typically, a finite difference approach is taken for the

calculation of x™ and y~ for a given species with N = N; electrons:

X_ = EN0_1 — ENO = I, (412)
X+ = ENO — EN0+1 = A, (413)
with the electronegativity taken to be the average of the two,
+ - I+ A
X = X ;—X = —g . (4.14)

The latter relationship is equivalent to Mulliken’s definition of the electronega-

tivity.
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4.1.2 FUKUI FUNCTION AND HIGHER DERIVATIVES

Having established the link between first derivatives of the energy with core
chemical concepts, it is logical to consider higher derivatives. An overview of
common functions and their definitions is given in Scheme 4 of Ref. 53l Of

particular note are the second derivatives: the electronic Fukui function

f(r) = (%) : (4.15)
the chemical hardness 92
n= (W);(r) ; (4.16)
and the linear response function
() = <%)N | (4.17)
The Fukui function is a chemical reactivity index that acts as a gener-
alisation®39237 of Fukui’s FMO (frontier molecular orbital) theory.?3%240 By

resolving equation (4.15]), it can be identified either as the sensitivity of the
chemical potential to a perturbation at point 7, or as the change in the electron

density p(r), at each point r, when the total number of electrons N is varied,

() ().

From the latter definition it is clear that this quantity is again subject to the

derivative discontinuity at integer N, and so for any system with N = N
electrons, we may consider derivatives on both the electron-abundant and

electron-deficient sides,

frr) = <ap(r) ) ' , (4.19)

and

Physically these correspond to a generalisation of Fukui’s FMO reactivity in-

dices, measuring the reactivity of a site towards a nucleophilic attack provoking
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the addition (fT) or an electrophilic attack provoking the subtraction (f7)
of an electron. The third index—representing reactivity towards a radical
reagent—is given by the average

fHr) £ £ ()

fe > : (4.21)

In practice, these quantities are usually approximated by a finite difference
method,

FHr) & pngaa(r) = P (T) | (4.22)

and

fo(r) = pno (1) = png1 (7)) (4.23)

although an analytic expression has been developed by [Yang et al|?*

4.2 NEAR-LINEARITY OF THE DENSITY GRADIENT

In Chapter [3] our goal was to tune the parameters of a given functional until
the electronic energy E varied linearly (or, in reality, almost linearly) with the
number of electrons N, between each integer pair of N. The electron density
should also exhibit similar linear variation, and this has obvious implications
for the Fukui function, which is defined above as the change in p as N is varied.

We may generalise the finite difference (FD) methods to

f+(r) ~ pNO—HC(rx) : ZNo-l-y(T) ’ (4.24)

and

— ~ pNo—y(T) - pNo—I(r)
) D

, (4.25)

where 0 < y < z < 1. The “usual” definitions given by equations
and use values of x = 1 and y = 0, corresponding to the densities at
integer numbers of electrons. For the exact functional—i.e. where the linearity
condition holds—the value of f*(r) should be identical for any combination

of x and y. Intuitively though, we would expect this not to be the case for
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traditional density functional approximations that suffer from the delocalisation
error.

We can illustrate this relatively simply by plotting the difference between the

integer FD functions, equations (4.22)) and (4.23)), and alternatives calculated
using equations (4.24)) and (4.25)) with a small fractional N, i.e. choosing y = 0
and x = 0.01. Pictorially, this is analogous to comparing the ASCF energy

differences I and A with the limiting initial slopes ¢, and ¢, for an F vs N
plot.

These Fukui difference plots were produced as follows:

AT = fi = fiom (4.26)
(PNo+0.01 — PNy)
= (PNo+1 — PNy) — 0+%(?(1)1 o (4.27)
and
Af™ = focom — foma (4.28)

PNy — PNo—0.01)
= ( . 0010 >0 - (pNO - pN0_1)7 (429)

where we have dropped the (r) for clarity. A straight line along zero is the
desired behaviour, indicating linearity in the (initial) density gradient.

An example is shown in Figure for the carbon atom, using BLYP as a
representative GGA, and the aug-cc-pV'TZ basis set. Since we are no longer
dealing with a one-dimensional quantity, we choose to plot along a single
coordinate, in this case the z axis; such a choice is arbitrary as long as the
direction is consistent across all calculations. The density was thus computed
along a grid of z values, for a carbon atom with 5, 6, 7, 5.99 and 6.01 electrons,
taking care to add or remove electrons (or fractions thereof) to and from the
same orbitals; the atom was oriented such that the p, orbital was the HOMO
of the cationic species (and so was always occupied).

It can immediately be seen that for both Af* and Af~ there are notable
deviations from zero, indicating a discrepancy between the initial density
gradient, between 0 and 0.01 electrons, and the overall density change between 0
and 1 electrons. The discrepancy is particularly pronounced for A f~. Naturally,
we would expect this behaviour to improve, as before, when moving to hybrid

and RSH functionals, however it is particularly interesting to consider the effect
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Figure 4.1: Example Fukui difference plots for the carbon atom,
using BLYP, showing the difference between finite difference Fukui
functions computed using Ng + 1 and Ny + 0.01 electrons. All
calculations use the aug-cc-pVTZ basis set.

of the RSH tuning procedure on the Fukui difference plots. Specifically, are
the optimal range-separation parameters determined in Chapter [3[ from norms
appropriate for energy linearity similarly appropriate for the density variation,

in the context of the Fukul function?

4.3 FUNCTIONAL TUNING

One could follow a similar procedure to that in Chapter [3} determine a tuning
norm—based now on desired criteria for the density, and minimise it for a
given RSH functional to determine the optimal p* (note that here we revert
to using p to denote the range-separation parameter; for the remainder of the

chapter we will discuss the chemical potential in terms of the electronegativity
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X to avoid confusion). However, finding suitable minimisation criteria for the
density—which is a function of r—is not as trivial as for the energy. Instead,
we consider whether functionals tuned to give near-linearity in £ vs N are
similarly optimal for the density, by examining Fukui difference plots computed
at a range of p values (including p* values determined from energy tuning
norms).

We first examine, separately, the Fukui functions for carbon, computed
using the finite difference method with x = +1 and = = +0.01, respectively.
Calculations using BLYP and CAM-B3LYP are compared with those using LC-

B3LYP with a selection of p values. The values of p = 0.66ay7!

and p =
0.43 ap~! correspond to tuning the H;,s and Lpys norms from Chapter , i.e.
enforcing near-linearity in the LHS and RHS F vs N segments, respectively.
The value of 1 = 0.4 ay~! corresponds to a “typical” choice, for an LC functional
with o = 0 and # = 1, when averaged for thermochemical properties. Finally,

! investigates the effect of further reducing the

the value of u = 0.35a¢~
proportion of short-range exact exchange. After presenting the Fukui functions
themselves, we examine the Fukui difference plots, to investigate the extent of

linearity in the density variation with respect to V.

4.3.1 RESULTS

Figure plots the Fukui functions for carbon, computed using the usual finite

difference method from integer-electron systems, i.e. equations (4.22)) and (4.23)).

It is clear that there is very little difference between the six functionals. This
is fully consistent with the ability of each of the functionals to model integer-
electron systems relatively successfully, and with a similar degree of accuracy
to one another.

Figure plots the fractional Fukui functions for carbon, this time cal-
culated with equations and using x = +0.01, for the same set
of functionals, on the same vertical scale. Now, significant differences can
be seen between the functionals, reflecting their respective abilities to model
systems with fractional numbers of electrons. Immediately, this would suggest
that the Fukui difference plots will exhibit a significant functional-dependence.
The biggest variation between functionals occurs in the core regions, below

around 2 ag; as z increases, the differences between functionals become much
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Figure 4.2: Fukui functions for the carbon atom, computed using
the finite difference method from integer-electron species, equa-
tions (4.22) and (4.23)).
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Figure 4.3: Fractional Fukui functions for the carbon atom, com-
puted using the generalised finite difference method, equations (4.24))

and (4.25)), with z = £0.01.
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less pronounced.

Figure [4.4) shows the Fukui difference plots for the carbon atom. It is
immediately evident that the presence of exact exchange has a significant
impact on the shape of the plot. The most prominent illustration of this
can be seen by comparing BLYP, a GGA, with CAM-B3LYP, a conventional
RSH functional. The difference plots for BLYP show significant deviation from
zero, whereas those for CAM-B3LYP—whilst still not linear—show a marked
improvement over much of space, highlighting the beneficial effect of the

incorporated exact exchange.

When varying the value of p in LC-B3LYP, it would be reasonable to
hypothesise that the LHS-tuned value (in terms of £ vs N) of 0.66 ap~" might
give the optimal Af~, whilst the RHS-tuned value of 0.43aq~! would give
the optimal Af* . However, it in fact transpires that 0.43 ay~! appears better
in both cases, whereas 0.66 ag~! produces a deviation similar in magnitude,
though opposite in sign, to the GGA. Furthermore, a value of 0.4 ay~!~—deemed
appropriate for most thermochemical properties—is slightly better still (as, in
fact, is the thermochemically averaged CAM-B3LYP). Reducing u to 0.35ap™*
shifts the plots back in the direction of the GGA, suggesting that insufficient

exact exchange is included.

The biggest variation in A f~ and A f* between functionals occurs in the core
region, below around z = 2 ag. The chemical relevance of the Fukui function,
however, is particularly associated with the region of space corresponding to
the van der Waals radius: approximately 3.2ao (1.7 A) for carbon. Figure
shows an expansion of the Fukui difference plots in this region of space. In
general, all of the functionals perform well in this region: only very small

deviations from zero are seen in the difference plots.

On the electron-deficient side, BLYP in fact shows the smallest deviation
from zero, whilst for the RSH functionals, the deviation again decreases with
decreasing pr. The value of u = 0.66 ag~! optimised for energy linearity on the

electron-deficient side, is again least optimal.

On the electron-abundant side, the ordering of functionals is the same,
however the plots are shifted downwards. It is again evident that for most

values of z, decreasing u from 0.66 ag~' to 0.4ao~! is beneficial.

Overall, it is clear that despite only small variations in the chemically
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Figure 4.4: Fukui difference plots for the carbon atom, computed
with LC-B3LYP at a variety of u values, compared to representative
GGA and RSH functionals. All calculations use the aug-cc-pVTZ
basis set.
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Figure 4.5: Expansion of the chemically significant region of the
carbon Fukui difference plots, around the van der Waals radius. All
calculations use the aug-cc-pVTZ basis set.
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Table 4.1: Errors in the electronegativity y from the reference value
of 6.26 eV, calculated using experimental I and A values.** Errors
in x calculated using I and A, equation , are compared with
those calculated using ey and e, equation .

Functional Equation 1D Equation 1)

BLYP 0.12 —0.63
CAM-B3LYP 0.21 —0.30
0.35 0.26 —0.20
0.4 0.32 —0.17
0.43 0.31 —0.15
0.57 0.25 —0.09
0.66 0.21 —0.06

relevant regions of space, the fractional Fukui function (and hence the variation
of the density with N) is better modelled by RSH functionals with a value of
i~ 0.4a0"! than by higher values of x. This is true on both sides of integer
N, despite a higher value of ;1 being more appropriate for the energy on the

electron-deficient side.

Comment on electronegativity

Another quantity important to conceptual DFT is the electronegativity, which is
related to the Fukui function, through the chemical potential, by equation (4.18)).
Mulliken’s definition of the electronegativity, given in equation (4.14]), can

equivalently be approximated (via Janak’s Theorem) as

_aute
2 )

X = (4.30)

which as we know will only truly hold in the absence of delocalisation error
(although error-cancellation is possible). Given that this approximation involves
the frontier orbital energies, we might expect the quality of the approximation to
follow trends similar to the results of Chapter [3| when p is varied, and not those
of the Fukui function above. Table compares errors in the electronegativity
values from equation (4.14) with those from equation , for the same
functional forms considered in Figure [4.4

We established in Section that I and A are, in general, in considerable
error for the tuned RSH functionals—indeed this error contributes towards their

success in estimating €, — €. Thus when calculating y using equation (4.14)),
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we would expect the tuned RSH functionals to give a poorer estimate of
the electronegativity than conventional functionals. This is indeed the case,

although increasing p to 0.66 ag~!

reduces the error in A (the error in [ is
largely independent of p) sufficiently to give an error in x similar to that of
CAM-B3LYP.

On the other hand, the tuned functionals show a considerable improvement
over the non-tuned alternatives, when calculating y using equation (4.30)),
due to the reduction in delocalisation error. The trends do not follow those
observed for the fundamental gap in Chapter [3] since we are now dealing with
the sum, rather than the difference, of the orbital energies, however there are
some important observations. Specifically, the magnitude of the error decreases
as p—and hence the proportion of short-range exact exchange—increases. This
contrasts with the trends exhibited by the Fukui function, and suggests that
the optimal proportion for estimating the electronegativity from the orbital
energies is much higher than for estimating its derivative with respect to the

external potential.

4.4 CONCLUSIONS AND FURTHER

CONSIDERATIONS

So far we have considered only a single system: carbon. However, even with
such a limited test case, we have demonstrated that near-linearity in the
energy variation does not necessarily correspond to near-linearity in the density
variation with number of electrons. Near-linearity can be achieved in either
property (for a given segment spanning two adjacent integer-N species), but
each requires a different range-separation parameter.

The optimal value for density variation appears to correspond to a value
typically chosen from an average over many thermochemical quantities and
systems. It would be premature to draw any conclusions from only a single
system, but further study could involve other systems to determine whether
this observation remains true.

In principle, an optimal p could be found for each property (such as the
Fukui function, electronegativity, and others ad infinitum) and each system,
in the spirit of Chapter [3, but with the knowledge that such values may
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vary significantly, the idea quickly becomes overwhelming. In addition, the
inability—in general—to achieve near-linearity for two pairs of integer- N species
simultaneously makes application of the functional limited: being both system-
and property-dependent it could only ever be utilised on a small scale, and this
ultimately highlights limitations in the underlying functional form.

Instead, for the remainder of this thesis we focus our efforts towards address-
ing functional development at a more fundamental level, trialling simple forms
that satisfy known exact behaviour. We begin by introducing some known
mathematical relationships, build the functional forms, and then perform a

variety of assessments to determine their success.



DEVELOPMENT OF NOVEL EXPLICIT
DENSITY FUNCTIONALS

In this chapter we present a novel approach to functional development,
based on the homogeneity properties of explicit density functionals under
density scaling. We begin by investigating the properties of a number of
simple functional forms, to justify the use of density scaling as a tool
for functional development. We then constrain the mathematical forms
to approximately satisfy known exact scaling conditions, culminating
in a self-consistent functional that approximately recovers the exact
Koopmans condition ey = —1I associated with energy linearity. It also
produces a potential with the correct asymptotic behaviour. The chapter
concludes with a series of tests to highlight the successes and remaining

challenges for this developmental process.

As established in Chapter [3] it is desirable to try to satisfy the exact Koopmans

conditions

en = —Ip (5.1)
and

e, = —Ay, (5.2)

which correspond to the slopes of the exact piecewise linear £ vs N curve, on

the electron-deficient and electron-abundant sides of the integer Ny, respec-

103
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tively. These conditions—in which the terminology electron-deficient /abundant
refers to the limiting behaviour as the electron number approaches Ny from
below/above—are appropriate for explicit density functionals and for orbital-
dependent functionals within the usual generalised Kohn-Sham (GKS) formal-

ism. 14

With orbital-dependent functionals, namely global and range-separated
hybrids, we have seen that it is possible to tune the parameters in order to
approximately satisfy one or both of these conditions, although the tuning pro-
cedure still has a number of drawbacks, outlined in the final section of Chapter [3]
For explicit density functionals, such as local functionals or generalised gradient
approximations (GGAs), the situation is even less straightforward. Firstly, the
lack of exact orbital exchange means there is no obvious parameter that can be
systematically varied to adjust the HOMO and LUMO energies. Furthermore,
for global hybrid and RSH functionals the non-multiplicative nature of the XC
operator means equations and can both be approximately satisfied
at the same time. For explicit density functionals, however, the XC potential is
now multiplicative, and it is not in general possible to satisfy both conditions

simultaneously.

This can be traced to the fact that the piecewise linearity of the exact
energy leads to a jump in the exact XC potential by an amount Ay, as N
increases through an integer. This jump—typically of several electron volts—is
the integer discontinuity discussed in earlier chapters. The exact potential on
the electron-deficient side of the integer does yield a HOMO energy that satisfies
equation ; however it is the shifted potential on the electron-abundant
side of the integer that yields a LUMO energy that satisfies equation ([5.2]).
Local functionals and GGAs are continuum approximations, and exhibit a
potential that is continuous across the integer. In other words there is only
one potential for the integer system, which cannot satisfy both conditions. In
fact, these functionals yield a potential that approximately averages over the
discontinuity, meaning HOMO energies are well above —I; and LUMO energies

are well below —A,.142

In this chapter, we present a novel approach to XC functional development
based on density scaling considerations, culminating in an explicit density

functional that obeys equation (j5.1)), and exhibits the correct asymptotic
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behaviour in its potential. Our approach is based on approximately satisfying
known exact scaling relations, so we begin by outlining the key aspects of
the theory, and the influence of the integer discontinuity. Following this, we
investigate the mathematical properties of simple functional forms in order to
justify the consideration of density scaling in the development of functionals.
We then impose constraints appropriate specifically for the limiting electron-
deficient side of any integer- N system, to define two functional forms appropriate
for this side of the integer. Crucially, these functionals obey the Koopmans
condition of equation , and one additionally produces a potential with
the correct asymptotic behaviour. The chapter concludes with an assessment
of the performance of these functionals for the self-consistent calculation of a

number of properties.

5.1 SCALING RELATIONS

In the context of DFT, scaling relations refer to the behaviour of a functional
when some quantity is scaled in a particular manner. Most common is the
concept of coordinate scaling,**® where the coordinates are uniformly shrunk
or dilated by a constant A whilst preserving normalisation, such that the

coordinate-scaled density is
pa(r) = Np(Ar). (5.3)

If a functional of this scaled density is equivalent to the same functional of the

unscaled density, multiplied by a constant A",
Flpal = N Flg], (5.4)

then we say that the functional is homogeneous of degree m under coordinate
scaling.

A similar condition can be identified if the density itself is scaled by a factor

&, such that a functional is homogeneous of degree k under density scaling if it
satisfies

Flep] = €4 Flp). (5.5)

Equivalently, for k # 0,243
o Juer)prydr
Flp]

(5.6)
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where vp(r) = 0F[p]/dp(r). Evaluation of k using equation thus provides
a mechanism for quantifying the behaviour of any functional F[p] under density
scaling. If the value of k is system-independent, then equation ([5.5)) is universally
satisfied and the functional is homogeneous of degree k. If the value of k is
system-dependent, then the functional is inhomogeneous; the degree of system-

dependence then provides a measure of the degree of inhomogeneity.

l 244

In a recent study, Borgoo et a investigated the density scaling properties

of the exact XC functional. The functional is, in fact, inhomogeneous, though
following Zhao et al.** a system-dependent effective homogeneity can be

defined, through equation ((5.6) as

[ ogelr)plr) dr
o =T el

(5.7)

where Eyq[p] is the XC energy functional and vy.(r) = dFExc[p]/dp(r) is the
XC potential. This quantity was evaluated in Ref. 244] for atoms and molecules
at equilibrium geometries using near-exact XC potentials, electron densities

and XC energies, determined from experimental and correlated ab initio data.

5.1.1 INFLUENCE OF THE INTEGER DISCONTINUITY

A key consideration in the study of |Borgoo et al. was the integer discontinuity
in the exact XC potential. On the electron-deficient side of the integer, the
exact potential, which we denote vy, (7), decays to zero as —1/r and yields the
HOMO energy in equation . On the electron-abundant side, the exact
potential is shifted at all points in space by the integer discontinuity Ay, and
yields the LUMO energy in equation ; we denote this potential

v (r) = v (r) + Axe (5.8)

The average of the two, which we denote v&,(r), is approximately equivalent
to that exhibited by conventional local functionals and GGAs (except at long

range, where these explicit density functionals decay exponentially to zero).

With three distinct potentials, equation (5.7) can be evaluated to produce
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three near-exact effective homogeneities,

~_ Ju(r)p(r) dr
kXC - EXC [p] ’ (59)
+ fU;cOa)p(r) dr - — NAXC
kXC - Exc [p] - kxc + EXC[p] ’ (510)
and
aw _ JUR(r)p(r)dr  _ NAg
kY = Euly =t 3 Bl (5.11)

The near-exact values for each of these quantities were investigated in Ref. [244:
both kg, and k{, are relatively system-dependent, whereas k%, is close to 4/3

(the homogeneity of the Dirac exchange functional).

5.1.2 GENERAL FORM FOR A HOMOGENEOUS FUNCTIONAL

By generalising the work of [Liu and Parr]|,?4¢

we introduce a generic explicit
density functional form, which is homogeneous of degree m under coordinate
scaling and homogeneous of degree k under density scaling for all n,

3k—m

9k—nm

Elp] = [ / p(r) 95 o dr] o (5.12)

where x is the dimensionless reduced density gradient

Vol
4
p§

: (5.13)

and n is a power governing the degree of gradient correction (n = 0 signifies a
local functional). The functional can be multiplied by an arbitrary parameter
without altering its homogeneity properties. For brevity, we introduce the
notation “DS: £” to denote homogeneity of degree k under density scaling, and
“CS: m” to denote homogeneity of degree m under coordinate scaling.
Although the form looks complicated, it simplifies readily for many common
purposes—for example choosing n = 0 and k = (3 +m)/3 removes the gradient
dependence and reduces the external power to unity. Then, the functional
with m = 1 yields k& = 4/3, and recovers the Dirac exchange functional
(when multiplied by the appropriate prefactor). Similarly, m = 2 recovers

k =5/3 and the Thomas—Fermi kinetic energy functional. We will return to
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this general functional form a number of times throughout this chapter, as a
tool for investigating the behaviour of functionals that exhibit specific scaling

properties.

5.2 COMBINING COULOMB AND XC TERMS

For a system with 0 < N < 1 electrons, the Coulomb and exchange-correlation
energies must cancel exactly in order to eliminate the one-electron SIE of
equation (2.79). Zhang and Yang**¥ determined that, given that J[p] is
DS: 2, Exc[p] must also be DS: 2 on the electron-deficient side of the one-
electron system. Otherwise, examination of equation shows that even if
J[p] + Exc[p] = 0 for one electron, the (approximate) equality will not hold
for half, or any fraction, of an electron. In other words, the functional will
still suffer from the delocalisation error (as is the case for conventional explicit
density functionals, for example, which are approximately DS: 4/3).

In fact, Ref. 244] demonstrates that this is part of a larger problem: unlike
J[p], the exact Exq[p| is not homogeneous, and its effective (electron-deficient)
homogeneity ki, is highly system-dependent. The average effective homogeneity
k%Y, associated with a potential averaged over the integer discontinuity, is less
system-dependent, and is in general close to 4/3 (note that conventional explicit
density functionals—which approximately average over the discontinuity—are
homogeneous of around this degree).

A crucial observation, though, is that the exact J[p] and Ex[p] behave
differently under density scaling. It is interesting, then, to consider their
combined homogeneity properties, and whether the two may be modelled as
a single entity. In other words, we define an overall functional combining the

Coulomb and XC functionals, which we term €2,
Qp] = Jp] + Excle], (5.14)

whose effective DS homogeneity is given by

kg = k1 J(p] + kxcExc[p]
Qp]
_ 2J[p] + kxcoExclp]
JIp] + Exclp]

(5.15)

(5.16)
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We desire a functional form that satisfies this homogeneity condition. If we

consider the simple approximation
Qlp] = Alp)(N = 1), (5.17)
for any A[p] that is DS: 1, we find that

oo L valr)p(r) dr

5.18
) 19
2N —1
= — 1
where vg = 6Q[p]/dp(r), and we have used the definition
d
= L vamptr)dr (5.20)

Alp

Importantly, the factor of (N — 1) ensures that Fx.[p] = J[p| for a one-electron
system.

Figure plots the simple approximation of equation (5.19)) against the
near-exact ko, computed using equation ([5.16)) with near-exact Zhao—Morrison—
Parr (ZMP)#4 values of Exc[p] and J[p|, and the k%, values from Ref. [244L
Note that we have regarded N as a functional of p in the differentiation; we
could alternatively have chosen to treat N as a fixed parameter, which would
result in a potential shifted only by a trivial additive constant (although the
homogeneity of the functional would differ).

Even with such a simple approximation, the similarity in the trend is striking.
We can add further physical justification to this form by noting that J[p]/N is
DS: 1 (when N is differentiated, as above). If we choose Alp] = J[p|/N, the

overall functional becomes

Qlp = AN - 1) (5.21)

= Jp] (1 - N) : (5.22)

which is simply the Fermi-Amaldi approximation.“*® Whilst, in general, this
is a poor model for the exchange—correlation functional, it has a number of
desirable properties®*—in particular it is exact for one-electron systems (i.e. it
is one-electron SIE-free), and its functional derivative vy.(7) gives the correct

asymptotic behaviour.



110 + CHAPTER 5: DEVELOPMENT OF NOVEL EXPLICIT DENSITY FUNCTIONALS

2.50

2.40 —

2.30 -

ko

2.20 -

2.10 —

[
Li Be B C N O F Na Mg Al Si P S Cl

Atom

Figure 5.1: Comparison of exact kq values from equation ([5.16))
with approximate values from equation ([5.19)).

It is interesting, then, to investigate whether we can improve upon this

form with a simple correction term, based on the above scaling arguments. Let

J(pl

Alp] = - Blp], (5.23)
where B|p| (DS: 1) is our correction to Fermi-Amaldi. Thus
J
) = (2 + Blsl) v - 1), (520

which—if we separate {[p| back into its constituent terms—corresponds to an

exchange—correlation energy of

Bl = -2 4 Bl - 1), (5.25)

For our choice of B[p|, we return to the generic form of equation (5.12)),
multiplied by a prefactor «, with our sole constraint being £ = 1 (we do not
know the exact coordinate-scaling behaviour). For simplicity, we initially choose

n = m, such that the external power reduces to unity and we are left with
9—m?2
Blp] = a/p9—3m ™ dr. (5.26)

A couple of important cases arise. Choosing m = 0 (hence CS: 0) reduces

the functional simply to N multiplied by a constant. Choosing m = 1 (hence
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Table 5.1: Calculated prefactors o computed using B[p| in equa-
tion , along with mean absolute errors (MAE) and sums of
square errors (SSE) in the resulting Exc[p] values, compared to
near-exact ZMP values. Fermi-Amaldi (FA) errors are included for

comparison.
Functional a MAE/E, SSE/E,
FA — 6.95 1044.72
m=0 —6.17x10"2  0.29 1.44
m=1/3 —-353x10"2  0.42 2.99
m=2/3 —1.83x1072  0.59 5.99
m=3/3 —856x107%  0.80 11.04
m=4/3 —3.66x107%  1.04 18.50
m=>5/3 —1.45x 1073  1.28 28.44
m=6/3 —539x107*  1.54 40.68
m=7/3 —1.92x10"%  1.78 54.90
m=8/3 —6.61x107°  2.02 70.67
m=9/3 —223x107°5  2.24 87.60
m=10/3 —7.38x 1075 245 105.30
m=11/3 —242x107% 264 123.47
m=12/3 —786x 1077 282 141.84

CS: 1) reduces the exponent to 4/3, thus mimicking Dirac exchange with a

gradient correction.

5.2.1 TESTING THE FUNCTIONAL

We implemented the functional in a post-Kohn—Sham manner into a develop-
ment version of the CADPAC program, using the converged PBE density, for
a range of m between 0 and 4. The parameter o was then determined by a
least-squares fit of the RHS of equation (using the near-exact ZMP247
values of J[p|) to the near-exact ZMP values of Exq|[p], for the atoms Li-F and
Na—Cl. Calculations were performed using the aug-cc-pV'TZ basis set.

Table lists the prefactors «, determined from the least-squares fit, for the
range of B|p] functionals tested, along with the mean absolute errors (MAE)
and sum of square errors (SSE) in the resulting Ex.[p], compared to near-exact
ZMP values. Errors in the unmodified Fermi-Amaldi form are included for
comparison.

It is immediately obvious that all of the functional forms tested provide a
significant improvement over Fermi—Amaldi, with the mean absolute error over

the set of atoms reducing from almost 7 F, to a little as 0.3 Ey. It is not really
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Figure 5.2: Errors in Fx¢[p], compared to near-exact ZMP values,
for a range of B|p| functionals, where m = n, along with unmodified
Fermi—Amaldi (FA).

surprising that the errors in Fermi—Amaldi are so high, since it was devised
for the useful properties of its functional derivative rather than its quality as
an approximation for Fy.. What is perhaps more surprising is that adding
such a simple correction has such a pronounced effect—indeed it is the simplest
correction, Exq[p| = —J[p]/N + aN(N — 1), which results in the lowest errors.

This is particularly noticeable in Figure [5.2] which plots the error in F for
each atom: whilst Fermi—Amaldi gets rapidly worse as the atom size increases,
the corrected forms, in particular m = 0, remain small in error. It must be
noted that the increased error in the corrected forms with higher m is likely
to do with the magnitude of B|p] prior to scaling by a. It can be seen from

the increasingly small values of o required that as m increases, so does the
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magnitude of B[p], and so one might expect a larger spread of individual errors.

5.2.2 BREAKING THE DENSITY-SCALING REQUIREMENT

So far, we have only considered functional forms which are homogeneous of
degree one under density scaling, due to the similarity this produces in the
overall effective homogeneity to the near-exact values in Figure 5.1} We carried
out a brief investigation into breaking this DS: 1 “requirement” as a possible
means of further improving the B[p] = aN correction.

We considered a functional Blp] = aN?, to give

Qlp] = <% + aNp> (N -1), (5.27)

such that the effective homogeneity is

_ Jvepdr _ (JIp]/N + apNP)(N — 1) + J[p] + aNP*!

k = , 5.28
"= (TA/N + aR7)(N ~ 1 529
and substituting p = 1 recovers
2N —1
kq = . 5.29
0= (529

For the purposes of our investigation we may compute this functional-—and the
corresponding Ey.—entirely from near-exact ZMP quantities and a knowledge
of the number of electrons in the system. The prefactor a and exponent p
are again determined from a fit over the set of atoms. There are, in fact, two
intuitive quantities we can fit to. Based on our above homogeneity arguments
we could choose the parameters which minimise the difference between k¢ in
equation , and the near exact value in equation . Alternatively, we
could choose the parameters that minimise the error in Fy.. In the ideal case
the two approaches would give the same value, but in the event that this is
not the case, we could attempt to fit to both quantities simultaneously. We
take two approaches to the fitting: either minimising the sum of square errors
(SSE) as before, or minimising the mean absolute percentage error (MAPE);
the latter method was chosen to better weight the two components when fitting
to both kg and Fy. simultaneously.

Table 5.2 summarises the results of the different minimisation criteria. It

is clearly possible to improve upon the description of both Ey. and kg by
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Table 5.2: Optimised parameters for the functional B[p] = NP,
along with the errors in kg and Ex. (compared to near-exact ZMP
values), generated for various minimisation conditions. Both mean
absolute percentage errors (MAPE) and sums of square errors (SSE)
are quoted in Ey.

kq Exc
Minimisation criteria a P MAPE SSE MAPE SSE
SSE
Ey withp=1 —-0.062 1 0.020 0.034 0.038 1.442
Ey —0.104  0.805 0.063 0.284 0.004 0.019
ko —0.097  0.958 0.006 0.006 0.151 167.735
Ey¢ and kg —0.094  0.843 0.042 0.127 0.008 0.077
MAPE
Ey. withp=1 —-0.064 1 0.020 0.034 0.034 2.826
J —0.108  0.792 0.071 0.357 0.004 0.026
ko —0.093  0.951 0.006 0.006 0.119 110.610
Ey. and kg —-0.077  0.927 0.007 0.007 0.021 1.072

breaking the DS: 1 requirement of our (very simple) functional form, although
reassuringly the optimal values remain relatively close to unity. There is a
certain ambiguity as to which value is “best”, but it suffices to note that the
errors in Fy. and kg are minimised for different values of p: approximately 0.8
and 0.95, respectively. A good compromise between the two can be found by
minimising the MAPE of both simultaneously, with p ~ 0.93.

Figures and plot kg and the error in E respectively, for the atoms
involved in the fit. The trends clearly reinforce those of Table individually
optimising kg or FEy. negatively affects the other quantity, but optimising
both simultaneously provides a reasonable (if not perfect) approximation of
both. Constraining p to be unity, as in our initial tests, also gives a reasonable
approximation.

This analysis is very promising. By starting from basic homogeneity ar-
guments, we have taken an exceedingly simple functional form—N raised to
a power and multiplied by a constant—and added it to the Fermi—Amaldi
functional to produce a remarkable correction, whereby the correct exchange—
correlation energies and effective homogeneities are approximately reproduced.
The functional form is not perfect—and, indeed, we could continue to look for
a more optimal set of parameters in equation by removing our simplistic

constraints, however there are other considerations to take into account.
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Figure 5.3: kq values for B[p] = aNP using different optimisa-
tion criteria, compared with near-exact values. SSE indicates the
optimisations were carried out by minimising the sum of square
errors, whilst MAPE indicates minimisation of the mean absolute
percentage error.
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Figure 5.4: Errors in Ex¢[p] with respect to near-exact ZMP values,
for B[p] = aNP using different optimisation criteria, along with
unmodified Fermi-Amaldi (FA). SSE indicates the optimisations
were carried out by minimising the sum of square errors, whilst
MAPE indicates minimisation of the mean absolute percentage
error.
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Our investigations so far have originated from the qualitative observation
in Figure that a simple mathematical form mimics kg, as defined by
equation ([5.16)) when evaluated using k%, from equation . We have
demonstrated that we can use this to derive a functional form that, through
exhibiting the correct effective homogeneity, can provide a good approximation

to the exchange—correlation energy.

We note, however, that the underlying homogeneity constraint (ky. =
k2¥) relates to the exchange—correlation potential averaged across the integer
discontinuity. Thus, constraining a functional to this homogeneity will by
definition generate a potential of this averaged, GGA-like nature, and as such
will not solve our overarching concern—that of the delocalisation error and
satisfying the Koopmans conditions of equations and .

As discussed in the introduction to this chapter, the continuum nature
of explicit density functionals means we cannot simultaneously satisfy both
equations and . Instead we now consider using the above homogeneity
arguments to develop an expression appropriate specifically for the electron-
deficient side of the integer system, culminating in a functional that does
approximately satisfy equation (/5.1)).

For the remainder of the chapter, then, we look to replacing k%, in our
functional form with k,. As noted in Ref. 244, the system-dependence of
ki is much more pronounced than that of k%, and finding an appropriate
approximation may be non-trivial. However, by relating the properties of a
functional studied by Parr and Ghosh®" to the homogeneity calculations of
Borgoo et al.,*** we establish that the necessary system-dependence can be
introduced directly into the generic functional of equation , rather than
by an equivalent of the (N — 1) term in equation ([5.25]).

5.3 PARR-GHOSH FUNCTIONAL

The functional investigated by Parr and Ghosh®" takes a form very similar to
equation (5.25)), neglecting only the factor of (N — 1),

Bl = 2 v, (5.30)
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where G[p] is an arbitrary functional which is homogeneous of degree one under
density scaling. Whilst such a homogeneity condition is acknowledged in the
above paper as a simple approximation, it provides an excellent basis for our
own investigation of homogeneity relationships.

From equation (5.30)), we can determine the exchange—correlation potential

nelr) = £ (<28) + £ (clo) (:31)
=2 g, (5.32)
and the effective homogeneity

kye = / chgifg ) dr (5.33)
_ _QJ[%{(ZP]* Glo) (5.34)
_ Exc[p]E—Xc([i][p]/N ). (5.35)

where we have used the fact that G[p] is DS: 1,
ko Gl = Glol = [ va(r) p(r) dr (5.36)

Note that, following Parr and Ghosh, we have not differentiated N, treating it
instead as a fixed parameter. This can be rationalised by considering the nature
of the electron—deficient potential: by not differentiating N, the Parr-Ghosh
potential, being a correction to Fermi—Amaldi, correctly decays to zero as —1/r.
If we instead chose to differentiate N, the shape of the potential would be
unchanged, but would be shifted by a constant and no longer decay to zero.
For the atoms for which we have near-exact ZMP quantities, we can hence
determine the effective homogeneities of the Parr—-Ghosh functional. Table [5.3
presents the deviations in these quantities from the near-exact ki, values, and
correlates them with the errors in the Parr-Ghosh functional. Immediately,
we see that for atoms where the error in the energy is small, the deviation
in kLS is also small, indicating that constraining G|p] to be DS: 1 is a good
approximation. Conversely, however, the atoms for which the Parr—Ghosh
approximation breaks down and the error in the energy is large, are those
where kL shows a significant error, implying that, for these systems, kg should

not be unity.
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Table 5.3: Deviation of the effective homogeneities of the Parr—
Ghosh (PG) functional from near-exact ky., along with the errors
in total energy (from near-exact values) quoted in Ref. 250L

Atom k'S — ks, AE/E,

Li 0.217 0.398
Be 0.045 0.149
B 0.044 0.177
C 0.003 0.010
N —0.024  —0.244
o) ~0.001  —0.020
F —0.008  —0.082
Na 0.113 1.609
Mg 0.084 1.585
Al 0.059 1.101
P —0.008  —0.165
S 0.002 0.016
Cl —~0.011  —0.350

Can we, therefore, improve upon the Parr-Ghosh approximation by choosing
an appropriate G[p] with the correct homogeneity? In other words, if we choose
a functional form for G|[p] by constraining kg such that kye = kg, can we
reduce the errors in Table Moreover, since the homogeneity is intrinsically
linked to the potential through equation 7 can we produce a functional
that satisfies ey = —17

5.4 DEVELOPMENT OF AN ELECTRON-DEFICIENT

FUNCTIONAL

We present two functional forms, where the effective DS homogeneity is con-
strained to be ki,; we will term these functionals ED, for electron-deficient.

The first approach, termed ED1, is given by
B ol =Fp], (5.37)

which is a simple scaling of an explicit density functional. The second approach,
termed ED2, follows the Parr—Ghosh method to provide a correction to the
Fermi—Amaldi approximation, whereby

gl =~ 4 o). (5.38)
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Flp] and G[p] are functionals of the form equation ([5.12)), which are DS: k and
CS: m for all n, and v and « are arbitrary constants. The latter approach,
as we have seen, is desirable due to the correct asymptotic behaviour of the
potential—though for completeness we will investigate both methods.

In both cases, we desire an exchange—correlation functional with an effective

homogeneity of kys = kg, and so for ED1 this requires
krp = kg, . (5.39)

For ED2, we evaluate equation (|5.7)) for the functional in equation ([5.38)), and

substitute kyxo = kg, to give

e Bl = [ wsclr)ptr) dr (5.40)
- —v]i[('r) p(r)dr + Oz/Ug('r‘) p(r)dr (5.41)
— %‘m +akeGlp]. (5.42)

This rearranges, dropping [p] for brevity, to give

hes = kioExc + (2J/N)
Exc + (J/N)

As before, we have treated IV as a fixed parameter. We then substitute kr or kg

from equations ([5.39)) and ((5.43)) for & in the generic functional equation ([5.12)),

to give the functionals F[p] and G|p], respectively.

(5.43)

Table lists the required effective homogeneities for a range of atoms
and molecules for each approach. Quantities were derived from near-exact
ZMP values where available, or otherwise from the near-exact calculations
of Ref. 244, Consistent with our observations in Section [5.3] the kg values
that are close to unity in Table [5.4] correspond to atoms—for example oxygen,
carbon and sulphur—where the Parr—-Ghosh approximation was particularly
effective (i.e. small errors in Table |5.3]).

Given that k is pre-determined, we now have three free parameters for
which we must find optimal values: the coordinate-scaling m, the prefactor
or «, and the gradient exponent n. To begin with, for the sake of simplicity,
we choose to eliminate the gradient dependence and generate a local functional
where n = 0, so that equation becomes

3k—m

3k

Bl = | [ otrystear| T (5.44)
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Table 5.4: Exact effective homogeneities kr and kg required for
functionals F[p] and G[p], in order to ensure kxc = kyc, for equa-

tions (5.37)) and (5.38|).

Atom kr ko Molecule kp ka
Li 1.525 0.161 CH, 1.552 1.280
Be 1.606  0.867 CcO 1486  1.151
B 1.558 0.889 ClL, 1.410 1.211
C 1.568 0.993 F, 1.501 1.233
N 1.575 1.053 H,0O 1.513 1.017
O 1.544 1.003 HC1 1.428 1.030
F 1.545 1.017 HF 1.523 1.011
Ne 1.547 1.035 N, 1.494 1.165
Na 1.391 0.772

Mg 1.403  0.835

Al 1.410  0.888

P 1.451 1.015

S 1.431  0.997

Cl 1.435 1.019

Ar 1.440 1.037

replacing k with the exact kp or kg from Table |5.4{ to produce F'|p| and G|p].
p g p P P

5.4.1 POST-KOHN—SHAM OPTIMISATION

As before, we used a post-KS framework in a developmental version of CADPAC
to determine F'[p] and G|[p], using the converged PBE density with the aug-cc-
pVTZ basis set. Equation ([5.12)) was evaluated for 0.9 < m < 2 at intervals of
0.05; n was set to zero and k taken from Table

For each m, we then performed a least-squares fit, to near-exact values, of
Flp] against Ex.[p|, and G[p] against Exc[p] + J[p]/N, in order to determine -y
and «, respectively. The value of m that produced the lowest errors in the fit
was chosen, along with its corresponding prefactor, as the optimal functional
form. The fitting set comprised the species in Table [5.4} we investigated fitting
to both the set of atoms only, in keeping with previous work, and to the
combined set of atoms and molecules.

Figure [5.5] plots the regression fit to determine the prefactor for the optimal
m of each of the four approaches. In plot (a), fitting only to the set of atoms,
there is a stark contrast between F'[p| and G[p|. The former shows a distinct

jump in the correlation between the computed and near-exact values, consistent
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Figure 5.5: Linear-regression fits (through zero) of the ED approxi-
mate energy functionals against near-exact values, to determine the
prefactors v and «. Fits were performed (a) to the set of atoms
in Table and (b) to both the atoms and molecules in the same
table.

with the periodicity of the atoms (the jump occurs between Ne and Na). The
nature of this jump means a simple linear relationship cannot be found and the
errors due to the averaged prefactor v are significant. G[p], however, appears to
have a much more linear correspondence with the near-exact values, with the
periodicity largely accounted for by the J[p]/N term. As a result, the averaged
prefactor a produces surprisingly small errors across the range of atoms, and is

an exciting prospect for such a simple functional form.

Plot (b) includes the molecules in the fit, and the difference between the
two functionals is now lessened by the increasingly scattered correlation. It is
perhaps to be expected that the introduction of molecular species reduces the
possibility of finding a simple linear relationship between our functional forms

and the near-exact value, however the fact they are at all close is encouraging.

Table lists the optimal parameters, as determined by the regression
fits, for the four functionals. For notational purposes, we use the suffixes -A
and -AM to denote the functionals fitted to atoms, and atoms and molecules,

respectively.
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Table 5.5: Parameters defining the “optimal” ED1 and ED2 func-
tionals, as determined from a linear regression fit to the set of atoms
(-A) and atoms and molecules (-AM).

Functional y m
ED1-A —0.62915 1.10
ED1-AM —0.61097 1.20
« m
ED2-A —0.37689 1.65

ED2-AM —0.78530 1.20

5.4.2 SELF-CONSISTENT IMPLEMENTATION

With all parameters now defined, the ED1 and ED2 functionals were imple-
mented self-consistently into the developmental CADPAC code. The exchange—
correlation potentials were obtained directly by functionally differentiating all
terms in equations and , given the relevant constants. Note that
the ED2 functional must take into account the derivative of the —J/N term,
for which we treat N as a fixed constant.

For convenience, we define p = 3k/(3k —m), ¢ = (3k —m)/3, and €[p] =
[pPdr, and so the generic energy functional in equation becomes

Bl = | [ orar] =<l (5.45)

The potential is then

e = 0 — gelpt =1 (5.4
= pgelp]t pP! (5.47)
= ks[p](k*%fl) P (5.48)

Special care must be taken due to the external power ¢ in equation ((5.44}), as the
energy functional appears—raised to a different power—in the expression for
the potential, and this must be properly accounted for in the implementation.

The TDDFT exchange—correlation kernel was similarly determined from
the second functional derivative of equation ,

ED __ (SZE[p] — . q—1 r p—2 r— ,r,/

+pPq(q — Delpl*™2 p(r)P~ p(r' )P~
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Extra care must again be taken in the evaluation of the two-electron inte-
gral (ia|fiR]jb) from equation (2.78), as the second term of equation (j5.49))
depends on both  and 7/, which again arises due to the external power ¢ in

equation ([5.45)). Expansion of the integrals leads to two terms,

’ 52E[p] (p ™o (r r
//drdr O] @i(1)pa(r)p; (r') s (r’)
— gp(p — 1)elpl*! / drr p( )72 () a3 (1) (7)

T PPalq — Delp]? / dr p(r)P ! 0i(r) 5 () / dr’ p(# P10 (r"Ypulr)
(5.50)

A full derivation can be found in Appendix [A]

Verifying the implementation

Our implementation was verified by carrying out Hellmann—Feynman tests,
comparing analytic results for first and second derivatives (the dipole moment
and static polarisability, respectively) with numerical finite difference results
(using energies and dipole moments, respectively) determined from calculations
in a small electric field. Table [5.6| gives a representative example of this process
for the CO molecule, using the full system-dependent form of the ED2 functional
(defined in Section and the Sadlej basis set used in the analysis of static
polarisabilities (Section . There is close agreement between the numerical
and analytic results, comparable to equivalent tests performed using PBE (the
results of which are included in Table for comparison), verifying that the
implementation is variational. Note that the parameters defining each of the

functionals were treated as independent of electric field.

Performance of the self-consistent functionals

For simplicity, the self-consistent implementation was restricted to closed-shell
systems. Although this limited the available set of test systems, it was sufficient
to draw initial conclusions.

Table [5.7] lists the mean absolute errors (MAEs) in Fy. (compared to near-
exact ZMP values) and those in the HOMO energies ey (compared to —1I
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Table 5.6: Representative Hellmann—Feynman tests for CO, using
the ED2 functional and Sadlej basis set, comparing the agreement of
analytic dipole moments p and static isotropic polarisabilities ayso =
(Ogz+oyy+az;)/3, with numerical equivalents. Numerical quantities
were determined by finite difference quotients from calculations in
an electric field of +0.0001 a.u., and all quantities are quoted in
atomic units. PBE results are included for comparison.

Field Energy in +ve field Energy in -ve field Difference quotient

x —113.237 500 —113.237 500 0
Y —113.237 500 —113.237 500 0
z —113.237493 —113.237 506 0.0651

Numerical p, 6.5135 x 1072
Analytic p. 6.5132 x 1072
Agreement 2.7800 x 1076
PBE agreement 2.0900 x 1076

Field Dipole in +ve field Dipole in -ve field Difference quotient

T 0.001075 —0.001075 10.7451
Y 0.001075 —0.001075 10.7451
z —0.063 763 —0.066 502 13.6958

Numerical ajgo 11.7287

Analytic ajs, 11.7287
Agreement 2.9360 x 10~°
PBE agreement 1.1607 x 10~4

values) for the set of closed-shell molecules in Table this time computed
self-consistently.

Despite the functional parameters being fitted (post-KS) to near-exact ZMP
FE. values, the errors in the self-consistent Ey. values are not particularly
impressive for any of the functionals—at best they are an order of magnitude
worse than PBE.

Fitted only to the the set of atoms ED2-A produces an MAE in Fy. of over
3 Ey—three times larger that of ED1-A, despite a much more linear trend in the
regression fit of ED2-A. This seemingly incongruous result can be rationalised
by the fact that this much more accurate fit is to a set of largely open-shell
atoms, resulting in a functional that is completely inappropriate for closed-shell
molecules. In other words, the poor fit of ED1-A to the set of atoms actually
improves its application to molecules—although results are still poor.

When molecules are included in the fitting set, the MAEs in E. reduce for
both methods, although they remain significant: ED1-AM produces an MAE
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Table 5.7: Mean absolute errors in the exchange—correlation and
HOMO energies, for self-consistent calculations using ED1 and ED2,
with optimal parameters determined from the linear-regression fits
of Figure [5.5l PBE and LDA errors are included for comparison.

Functional (Exc — EZ")/Ey  (ex + Ip)/En

EDI-A 0.987 0.113
ED2-A 3.180 0.141
ED1-AM 0.593 0.206
ED2-AM 1.160 0.067
PBE 0.087 0.189
LDA 1.202 0.194

of nearly 0.6 E}, (over six times larger than PBE), whilst ED2-AM gives an
error double this again. These large errors are symptomatic of the significant
scattering around the linear fit.

The errors in ey are more promising, with both ED1 and ED2 showing
an improvement over PBE and LDA. In particular, ED2-AM gives a threefold
reduction in the error compared to PBE, however, the large errors in Fy. for
this functional limits its usefulness—there is little benefit to improving the
HOMO energies if the overall energies are ruined.

Two problems thus remain with our functional form. Firstly, our theoretical
justification for these functional forms relies on explicitly constraining the
homogeneity of the functional to a system-dependent k.., a quantity for which
we have used known near-exact values from Ref. 244, In the general case,
however, this quantity is unknown, rendering the functional form useless
without prior knowledge of exact data or highly accurate ab-initio calculations.
Secondly, we have not succeeded in finding a prefactor that is appropriate for
all systems—the energies simply do not give a sufficiently linear relationship
with our functional form. We address the first problem in the following section,
and then move on to show how the solution can also elegantly solve the latter,
to create a truly general, system-dependent functional form with promising

characteristics.

5.4.3 APPROXIMATING THE EFFECTIVE HOMOGENEITY

To turn our functional forms into a practical, generally applicable method,

we need to be able to evaluate k for an arbitrary system, which poses an
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obvious challenge given the form of equations (5.9)), (5.39) and (5.43). However,

we observe that all of the relevant components in these equations can be

estimated relatively accurately from conventional GGA calculations, meaning
an approximate k can be calculated in advance and then used in the functional.
We do this as follows.

The quantities Fx. and J are trivially approximated from a GGA calculation;
we denote them EJ* and J9*. For ki, we first rearrange equation to
give
N AXc
2B
noting from Ref. 244 that k%), ~ 4/3. We also note that Ay, can be approxi-

— __ r.av
kxc - kxc -

(5.51)

mated by
Axe ~2 2(e5h + 199%) (5.52)

where € and [19“* are the HOMO energy and ASCF ionisation potential

(computed from total electronic energies) determined using a GGA func-

tional. Equation is central to the asymptotic approach of Ref. [191;

see Refs 149/ and [159 for further discussion. Substituting these two results into

equation ([5.51)), and estimating Ey. using the GGA value, gives
- 4 N(e§ 4 [994)

xe ¥ o GGA
3 ESS

(5.53)

Returning to equations ((5.39)) and ([5.43)), we therefore obtain the following

expressions for the approximate, system-dependent k:

4 N(gGGA +]GGA>
kp~— — 1 5.54
F 3 E)C(;S'A ) ( )

and

(% _ N(sﬁ;;g\lm‘“)> E)c(;é}A + (2JGGA/N)

ko ~ . 5.55
g Bt + () (5.55)

Although, on the face of it, these quantities appear rather complicated, in
reality they merely involve simple arithmetic on quantities trivially computed
in a typical GGA calculation.

One subtlety is that GGA calculations are required on both the N- and
(N — 1)-electron systems. The latter is required solely to compute the total

electronic energy of the (N — 1)-electron system, for the computation of 19*.
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Figure 5.6: Comparison of approximations for kr and kg from
equations ([5.54]) and (5.55)) with their exact equivalents from Ta-
ble (.41

This need to compute the ionisation potential—whilst arguably inconvenient—
is not only found in the current approach but is also central to the conventional

functional tuning approaches of previous chapters.

Figure [5.6| plots the near-exact kr and kg from Table [5.4] alongside the
approximations from equations and , where the approximations
use GGA quantities obtained from PBE calculations with the aug-cc-pVTZ
basis set. It is clear that the outlined method gives a good approximation of
the electron-deficient homogeneity, and so it is reasonable to continue to use

the approximate forms in subsequent development.

Given these approximate values of k we could, in principle, repeat the anal-
ysis of Figure [5.5] and Table [5.7] Indeed, preliminary investigations revealed
very similar optimal values for the prefactors and coordinate-scaling homo-

geneities However—as already established—the relatively inflexible functional
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form associated with a fitted prefactor is insufficient to accurately reproduce
exchange—correlation energies. Instead, we argue that since we already require
a precursor GGA calculation to compute the approximate, system-dependent k,
we can use the same calculation to determine an appropriate system-dependent

prefactor.

5.4.4 SYSTEM-DEPENDENT PREFACTOR

Specifically, we demand that the exchange-correlation energy in equations ([5.37)
and (5.38)) equals the GGA value when the GGA density is used, which requires

EGGA
v = FE—ZA ) (5.56)
and
EGGA GGA N
o = B+ UTH/N). (5.57)

GGGA

Here, F* and G““* are the values of F[p] and G[p] (we drop the [p] for
brevity) obtained by evaluating equation (5.12)) using the GGA density, for the
values of k given by equations (5.54) and (5.55)). This can be obtained from a

trivial modification of a GGA code.

5.4.5 DETERMINING THE COORDINATE-SCALING PARAMETER

Since we are still working in the realm of a local functional (no gradient
dependence, so n = 0), the only parameter left to determine is the homogeneity
under coordinate scaling, m. Whilst this quantity is again system-dependent,
there is no obvious approximation to be made, and so we again search for an
optimal value that can be reasonably applied to a variety of systems. With
the knowledge of our other parameters we may once again perform a series of
self-consistent calculations for a range of m, and hence assign the parameter
based on the best results for the given criteria. It must be noted that the value
of the prefactor—as determined by the GGA precursor calculation—varies
depending on the choice of m, and this must be factored into the subsequent
SCF calculations.

For the optimisation criteria, two alternatives immediately spring to mind:

minimising the errors in either the exchange-correlation energies or the HOMO
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Table 5.8: Optimal values of m based on self-consistent calculations
with ED1 and ED2, using a system-dependent prefactor.

Minimisation Exact k Approx k

ED1 ED2 EDI ED2

len+1o| 093 098 097 1.00

energies. Intuitively, the latter option might be expected to be more useful, as
the definition of the prefactors v and « should ensure that the computed Fx
be close to that of the GGA, regardless of m.

Since we are once again fitting a limited subset of systems to find a universal
parameter, it makes sense to compare to the best-quality data we have, namely
the near-exact ionisation energies (as in Table , which are appropriate for a
functional with kx, =~ ky,. That being the case, we must make a decision as
to which values of kr and kg to use: the near-exact forms of equations
and (5.43), or the approximate forms of equations (5.54) and (5.55])?

A valid argument could be made for either. The functional, in its final

implementation, will use the approximate values by necessity, since exact values
are unknown for an arbitrary system, and so it is not unreasonable to use
the same values in the initial fit. On the other hand, near-exact values (since
we know them for the fitting set) would be consistent with the near-exact
quantities to which we are fitting. We consider both options, but ultimately
settle on the approximate values, as we feel this to be the most internally
consistent procedure.

Table lists the optimal values of m, determined to within 0.01, using
the |ey + Io| minimisation criterion for each of the k& values. The same set of
closed-shell molecules was used, comprising CH,, CO, Cl,, F,, H,O, HCI, N,,
with a PBE calculation as the GGA precursor and the aug-cc-pV'TZ basis set
throughout. The precise optimum value varied between molecules, and so m

was chosen to minimise the mean absolute error across the set.

It is encouraging that the relevant values are close to unity, given that F'[p]
corresponds directly to the exchange—correlation functional, and G[p] to the
difference between the exchange—correlation and Fermi—Amaldi functionals:
both the Fermi-Amaldi term, and exact exchange (which usually dominates

exchange—correlation) are homogeneous of degree one under coordinate scaling.
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There is no significant difference between the values derived from near-exact
and approximate values of k. This, again, is encouraging, as it reinforces the
applicability of the approximate values.

Ultimately, we note that m = 1 gives near-optimal HOMO energies and so
we use this value throughout. Using a more precise value would ideally require
widening the scope of the investigation, and fitting to a much larger set of
systems. Moreover, differences in the approximate k may arise though the use
of different basis sets (necessary for response calculations), as it makes sense to
re-compute k using the same method as the final calculation. This, in turn,
may affect the precise value of the optimal m, so we feel that a value of unity

is a suitable compromise.

5.5 SUMMARY OF THE ED FUNCTIONAL SCHEME

Our scheme for a self-consistent calculation on an arbitrary N-electron system

can therefore be summarised as follows:

1. Perform GGA calculations on the N- and (/N — 1)-electron systems, and
use the data to determine kg or kg using equations ((5.54]) and (5.55)).

2. Use the converged GGA density from the above N-electron calculation,
together with the calculated k and m = 1, to determine the prefactors ~y
or « from equations (5.56) and ((5.57)).

3. Finally, perform a self-consistent calculation on the N-electron system
using the functional in equations ([5.37) and ([5.38]), with the parameters

computed in the above steps.

The remainder of the chapter is devoted to assessing the performance of
these two functionals, FE2' = ~vF | and EE? = —(J/N) + aG.

5.6 ANALYSIS AND PERFORMANCE OF THE ED
FUNCTIONALS

All ED calculations use the PBE functional for the initial GGA calculations;

we have confirmed that the results are not sensitive to the choice of GGA.
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Table 5.9: Parameters defining the ED1 functional.

Molecule kg y 3kgfm 3’“:;’”
CH, 1.58 —0.554 1.27 1.24
CO 1.51 —0.593 1.28 1.18
Cl, 142 —-0.645 1.31 1.09
F, 1.52 —0.541 1.28 1.19
H,0 1.55 —0.592 1.27 1.22
HC1 1.44 —-0.649 1.30 1.11
HF 1.56 —0.574 1.27 1.23
N, 1.53 —0.582 1.28 1.19

Table 5.10: Parameters defining the ED2 functional.

Molecule kg « 3 k?’fm Bkgm
CH, 1.18 —-0.590 1.39 0.85
CcO 1.19 —-0.696 1.39 0.86
Cl, 1.22 —-0.851 1.37 0.89
F, 1.27 —0.643 1.36 0.93
H,0 1.10 —0.639 1.44 0.77
HC1 1.05 —-0.913 1.46 0.72
HF 1.09 —-0.630 1.44 0.76
N, 1.22 —-0.661 1.38 0.89

The same basis set is used for each of the three stages of the ED calculations.
Given that this is a preliminary, proof-of-concept investigation we choose not
to compare our results with those from a plethora of other functionals; rather
we focus our comparison against PBE, which provides the key ingredients for
the ED functionals. We also compare with experimental or near-exact reference

values, quoting mean absolute errors (MAESs) relative to these values.

We begin by considering results for eight representative molecules: CH,,
CO, Cl,, F,, H,O, HC1, N,. Whilst one might argue that these are the same as
those used in the ‘fitting’ of m and hence expected to perform well, we reiterate
that a true fit was never undertaken, merely an observation that m = 1 gave
near-optimal results. Later sections extend the analysis to a wide range of
other systems, with different basis sets, and these reinforce the validity of the
approach.

Tables[5.9/and [5.10]list the calculated values of kr and v for ED1, and k¢ and

«a for ED2, respectively, for each molecule. Also listed are the values of 3k/(3k —
m) and (3k — m)/3, which define the functional forms via equation ([5.44)).
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For all eight systems, the density exponent 3k/(3k — m) is greater than unity
and so the potentials associated with F' and GG asymptotically vanish, at an
exponential rate. It follows that the ED2 exchange-correlation potential in
asymptotic regions reduces to the potential of the Fermi—Amaldi functional,
which exhibits the exact —1/r form. The ED2 functional therefore yields the
exact asymptotic exchange—correlation potential for each of the eight systems;
we have confirmed that this is also the case for all systems considered in this
study. By extension, the ED1 functional, in the absence of the Fermi—Amaldi
term, exhibits a potential which vanishes too quickly in asymptotic regions.

The effective homogeneities of the ED1 and ED2 functionals are given by
equation ({5.7), and the central idea behind the functionals is that these values
should be close to ky,. For the eight molecules listed above, the values of kg,
were calculated in Ref. 244l and so we can quantify how well this is achieved
in practice.

Figure plots the ED1 and ED2 ky. values, obtained by evaluating equa-
tion (5.7)) using data from self-consistent ED1 and ED2 calculations, explicitly
integrating the potential with the converged density and substituting in the final
Exc[p]. These values are compared with the near-exact kg, values of Ref. 244l
The self-consistent values are very close to the approximate values used to
initially define the functionals (deduced from Figure , and the average
discrepancy from near-exact values is less than 2 %. The system-dependence of

k. is successfully reproduced.

5.6.1 EXCHANGE—CORRELATION ENERGIES

Table presents exchange—correlation energies for the initial test set, com-
pared to the near-exact values from Ref. 244l As might be expected, the ED
values are very close to those of PBE, with ED2 producing a slightly lower MAE
than ED1. Recall the definition of equations and : for the PBE
density, the Fy. of the ED functionals exactly equals that of PBE, and so the
discrepancy between the ED and PBE energies is a measure of the difference
between their converged densities. The mean absolute percentage difference
between PBE and ED2 exchange—correlation energies is 0.8 %. The discrepancy
between total electronic energies (not shown) is just 0.02 %.

For the ED2 functional, the importance of the second term in equation ([5.38)),
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Figure 5.7: Effective homogeneities of the exchange—correlation
functional from self-consistent ED1 and ED2 calculations, compared
with near-exact ky. values from Ref. 244

Table 5.11: Exchange—correlation energies (in E}), compared to
near-exact values from Ref. 244

Molecule PBE EDI1 ED2 Near-exact
CH, —6.836 —6.926 —6.922 —6.865
CO —13.756 —13.913 —13.835 —13.816
Cl, —56.039 —56.297 —56.165  —56.303
F, —20.553 —20.813 —20.665  —20.579
H,O —9.238 —9.393 —9.373 —9.270
HCI —28.377 —28.550 —28.491  —28.526
HF —10.713 —10.901 —10.868 —10.759
N, —13.572 —13.727 —13.652 —13.607

MAE 0.080 0.101 0.074
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Table 5.12: HOMO energies (in Ey,), compared to the negative of
the exact vertical ionisation potential from Ref. [149l

Molecule PBE ED1 ED2 -1
CH, —0.347 —-0.512 —0.506 —0.526
CcO —0.332 —-0.481 —-0.515 —0.515
Cl, —0.268 —0.344 —-0.414 —0.422
F, —0.347 —-0.554 —-0.611 —-0.577
H,O —0.266 —0.447 —0.466 —0.464
HCl —0.296 —0.389 —0.425 —0.469
HF —0.355 —0.574 —0.593 —0.592
N, —-0.377 —-0.551 —0.593 —0.573

MAE 0.194 0.036 0.016

and its system-dependence, is particularly notable. Removing this term entirely,
leaving only the Fermi—Amaldi term, leads to an MAE of 13.007 Ey, illustrating
the unsuitability of the unmodified Fermi-Amaldi approximation for computing
Fyc. Reinstating the term, but choosing the parameters ks and « to be an
average of the values in Table [5.10] leads to an MAE of 2.501 E},, which is still

two orders of magnitude greater than that of ED2.

5.6.2 HOMO ENERGIES

Table presents the HOMO energies for the same test set, compared to —I,
the negative of the exact vertical ionisation potential, from Ref. 149l As is well
known, the PBE HOMO energies are significantly above —I, with an MAE of
0.194 Ey,. The ED functionals both show an order of magnitude improvement
in the errors, with all HOMO energies being lowered towards —Iy. The error
of 0.036 Ey, for ED1 is almost halved again with ED2, highlighting the beneficial
effect of adding the Fermi—Amaldi term.

Again, the importance of the aG[p] term in the ED2 functional is highlighted
by the MAEs of 0.145 Ey, and 0.040 E, given respectively by Fermi-Amaldi
and by averaged parameters. Both errors are again significantly larger than

those of ED2.
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Table 5.13: HOMO energies (in Ey,), compared to the negative of
the RMP2 ionisation potential I.

Anion PBE ED1 ED2 -1
CH;S™ 0.047 —0.003 —0.060 —0.070
CN™ —0.001 —-0.100 —0.148 —0.146
Cl 0.009 -0.046 —0.103 —0.132
F 0.057 -0.074 -0.122 -0.134
HOO™ 0.101 —0.006 —0.069 —0.066
NH, 0.094 0.016 —0.028 —0.033
NO,~ 0.040 —0.065 —0.138 —0.096
OH" 0.080 —0.019 -0.064 —0.076
PH,~ 0.056 0.027 —0.028 —0.043
SH™ 0.035 —0.005 —0.061 —0.084
SiHg~ 0.034 —0.001 —0.043 —0.065

MAE 0.136 0.060 0.016

5.6.3 BOUND ANIONS

We now proceed to consider the ED functionals for other systems and properties.
First, we examine the HOMO energies of bound anions. Most of the molecules
in the previous test set do not bind an excess electron and so we consider
a different set. Table presents HOMO energies for 11 bound anions,
determined at MP2/6-31G* anion geometries using the aug-cc-pVTZ basis set.
For reference, we list the negative of the vertical ionisation potential of the
anion determined using restricted MP2 (RMP2%Y) with the same basis set.
For PBE, the values are essentially all positive and this issue as been the
subject of much discussion;**#2>3 the MAE is 0.136 E,,. With ED1, the HOMO
energies are lowered, and all become (correctly) negative with the exception of
NH, and PH, . The MAE of 0.060 E}, is not quite as low as for the neutral
systems in Table but is still less than half that of PBE. For ED2, all the
HOMO values become negative, as required, with an MAE of just 0.016 Ey;
this MAE is the same as that obtained for the neutral systems in Table [5.12]

5.6.4 EXCITATION ENERGIES

Next, we consider TDDFT vertical excitation energies. Table presents

singlet excitation energies for CO, N,, and H,CO, determined at experimen-

>4 ysing an augmented Sadlej basis set, 121425250 compared to

91

tal geometries®

experimental values.*



Analysis and performance of the ED functionals

137

Table 5.14: Vertical excitation energies (in eV), compared to ex-
perimental values from Ref. 191l Rydberg and valence excitations

are labelled R and V, respectively.

State  Transition Type PBE ED1 ED2  Expt.
(e]0)
Iy+ o — 3do R 9.62 13.40 12.33 1240
1 o — 3pr R 9.56 13.32 11.32 11.53
Iy+ o — 3po R 9.47 1321 11.59 11.40
Iyt o — 3s0 R 8.99 12.63 10.56 10.78
A T — vV 1018 10.52 11.11 10.23
Iy- T \% 9.84 10.17 10.39  9.88
I o — \% 825 836 8.04 851
MAE (R) 2,12  1.61 0.17
MAE (V) 0.12 025 0.62
MAE (all) 1.26 1.03 0.36
Ny
M, m,—3s0c, R 1154 1578 14.52 13.24
' oy—3pc, R 1047 1496 1351 12.98
N, o,—3pm, R 1048 1510 1329 12.90
'S5 og—3s0, R 1023 1453 12,65 12.20
A, Ty — Ty VvV 10.08 10.24 10.85 10.27
DY Ty — Ty \% 9.66 9.80 9.98  9.92
1, oy — Ty \% 9.08 921 9.01 9.31

MAE (R) 2.15 226  0.66

MAE (V) 0.23  0.09 0.32

MAE (all) 1.33 133 051

H,CO

LA, n — 3db; R 714 11.12  9.64  9.22
1Ay n — 3pby R 6.59 1041 846  8.38
1B, o — \% 885 9.18 894 868
1By n — 3pay R 6.38 9.81 804 8.12
LA, n — 3pby R 6.40 9.69 825 7.97
1By n — 3sa; R 573 861 724 7.09
LAy n— \% 3.80 400 348 3.94

MAE (R) .71 1.77  0.20

MAE (V) 0.16 028 0.36

MAE (all) 126 1.34  0.25
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MAESs are presented for Rydberg (R), valence (V), and both categories
of excitations combined (all). Accurate Rydberg excitations require™ the
exchange—correlation potential to asymptotically behave as —1/r + g, + Iy,
which reduces to —1/r when equation (|5.1]) is exactly satisfied. PBE completely
fails to exhibit this form and so the Rydberg excitation energies are much too
low, as is well known.

Similarly, the ED1 potential does not exhibit the —1/r asymptotic behaviour,
and so the Rydberg excitations remain much too low in energy. Only CO shows
any improvement over PBE, and the MAE of 1.610eV is still very large.

The ED2 potential asymptotically behaves as —1/r and approximately satis-
fies equation . As a result, the potential closely resembles the required form
and the Rydberg excitations are significantly improved. The improvement is
approximately an order of magnitude for CO and H,CO, but is less pronounced
for N,. This can be traced to the fact that equation (5.1f) is less well satisfied
for this latter system—the MAEs for the Rydberg excitation energies closely
mirror the magnitude of the deviation of ey + I from zero.

For the valence excitations in Table [5.14] the performance of ED1 is, surpris-
ingly, better than that of ED2. ED1 shows a small increase in MAE compared to
PBE (with the exception of Ny, where the error is significantly lower), whereas

ED2 is notably less accurate than PBE in all cases.

5.6.5 STATIC POLARISABILITIES

Table lists static isotropic polarisabilities, determined at experimental

>4 ysing the Sadlej basis set. The table compares the polarisabilities

geometries?
with reference BD(T) values determined using the same basis set.*! The PBE
values are too high, as is well known; both ED1 and ED2 do reduce the values
as required, but by significantly too much.

A likely cause of this is that whilst the asymptotic behaviour of the ED2
potential goes correctly as —1/r, as desired for Rydberg excitations, the core
region of the potential—important for valence excitations and polarisabilities—
may still be incorrectly described. The ED1 polarisabilities are even lower,
almost doubling the MAE again, suggesting a complete breakdown in the shape
of the potential. It is unclear why ED1 valence excitations should show such an

improvement over ED2, when the polarisabilities are so much worse, however
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Table 5.15: Static isotropic polarisabilities (in a.u.), compared to
reference BD(T) values from Ref. [94.

Molecule PBE ED1 ED2 Ref.

C,H, 2830 — 2497 2691
CH, 1740 1431 1579 16.43
Cl, 3154 27.97 2870 30.71
CO 1353 11.06 11.73 13.03
Co, 1772 1502 1572 17.56
F, 887 724 768 845
H,0 1049 7.74 853 971
H,S 2570 21.82 24.18 24.67
HCl 1826 1529 16.64 17.43
HF 6.18 447 486  5.64
N, 12.13  9.86 10.28 11.75
NH, 1537 11.60 12.96 14.33
PH,  31.85 27.88 3157 30.44
SO, 2644 22.63 2426 26.06

MAE 0.76 225 1.25

future study into the precise influence of the shape of the potential may offer

some insight.

5.6.6 EXCHANGE—CORRELATION POTENTIALS

Figure |5.8 plots the ED1 and ED2 exchange—correlation potentials along the
bond axis of two representative systems, CO and PN, compared to both PBE
and the near exact vg,(r) of Ref. 257, determined using the ZMP procedure.**>
The present calculations use the same Huzinaga basis set as was used in Ref. 257.
The PBE potentials are well above the near-exact potentials and do not exhibit
the desired —1/r asymptotic behaviour; they rapidly decay to zero with increas-
ing distance from the molecule. With ED1, the potentials are lowered towards
the near-exact potential (and it is this lowering in energetically important
regions that causes ey to reduce towards —Ij), however the asymptotic regions
still decay to zero much too quickly. The ED2 potentials are similarly lowered,
maintaining the low deviations of e, from Iy, but crucially they also exhibit
the correct —1/r behaviour in the asymptotic regions.

There is, however, clear room for improvement in the non-asymptotic regions.
In particular, the ED potentials do not exhibit the intershell structure evident

in both PBE and the near-exact potential, and this is a consequence of the fact
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Figure 5.8: Exchange—correlation potentials along the bond axis
for CO and PN, compared to the near-exact ZMP potential from

Ref. 257
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that F[p] and G[p| are local, rather than gradient corrected, functionals.

5.6.7 SUMMARY AND EXTENSIONS

Whilst we have continued with the analysis of both ED1 and ED2 throughout,
it is clear that in almost all cases (and hence as an overall functional), ED2 is
superior, and so we conclude that the addition of the —J/N term is a vital
contribution to the success of our functional. We have therefore achieved
our original aim: our method yields a functional (ED2) that is appropriate
for the electron deficient side of the integer, as illustrated by the effective
homogeneities in Figure the HOMO energies in Tables and [5.13] and
the exchange—correlation potentials in Figure [5.8

The ability to recover the exact asymptotic potential is an added bonus,
yielding the improved Rydberg excitation energies in Table [5.14, The ED2
functional is less successful for the valence excitations in Table [5.14] along with
the static isotropic polarisabilities in Table [5.15] which is consistent with the
lack of quantitative accuracy in the shape of the exchange—correlation potentials
in non-asymptotic regions, as shown in Figure [5.8 It is also important to note
that the ED functional form is not size-extensive.

We should not be surprised by these deficiencies: the functional form is
extremely simple, with a purely local G|[p| term. Rather, it is encouraging that
such improvements can be made with such a simple procedure. The functional
development procedure imposes only two system-dependent conditions: we
constrain kyc to be close to kg, and Ex. to be close to the (reasonably accurate)
GGA value. It follows from equations and that the ED2 functional
must yield a reasonably accurate [ vyo(r)p(r)dr . This is clearly desirable, but
is not a sufficient condition to ensure that the potential itself has the correct
shape (consistent with the observations in Figure . Finally we note that the
accuracy of the excited states and polarisabilities might also have been affected
by neglecting any electric field dependence of the functional parameters.

Looking ahead, an obvious extension of the functional would be to reintro-
duce gradient dependence into the functional form, i.e. to choose n # 0. This is
less trivial than it sounds, however, as without careful choice of the parameters
the potential will diverge in asymptotic or zero-density-gradient regions. Some

initial investigations were pursued, but SCF convergence problems were quickly
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met, coinciding with divergences in the potential. By considering the functional
form more closely, we determined that in order to avoid a divergence in the
potential, two constraints must be met: n = {0,2,> 4}, and m > kn.

Given that we know m to be close to unity, and k to be around 1.5, this
would appear to limit our use of this functional form to n = 0. Furthermore,
with increasing n the G[p] term quickly becomes unmanageably large, requiring
very small values of « to bring it in line with the PBE value, which brings with
it its own problems. Further investigation into the nature of the functional
form and its derivative must therefore be undertaken before a useful gradient
correction can be introduced.

A second extension one might consider would be to use ED2 data to calculate
new k and « values and then iterate the approach. Whilst an interesting
prospect, care must again be taken because equation relies on the use
of an (incorrect) GGA HOMO energy in order to estimate the derivative
discontinuity. If the ED2 HOMO energy was instead used, then the overall
effective homogeneity would again be close to 4/3 for all systems.

Thirdly, the dependence of the parameters kg and « on perturbations, such
as electric fields and nuclear coordinates, must be further investigated. Some
early investigations were carried out into the stretching of diatomics in order
to determine the equilibrium geometry. Although a number of calculations
were successful (despite deviations from experimental geometry being an order
of magnitude worse than PBE), the majority either failed to converge or en-
countered other problems. In particular, several diatomics failed to bind at all
and for many the character of the cation ground state changed at a particular
separation. The latter problem highlights the lack of size-extensivity of the
method, given that both the GGA ionisation potential and HOMO energy are
vital to the approximation of k.

Finally, regarding the shape of the potential, it may prove fruitful to
explicitly enforce the correct shape, in the spirit of Ref. [94l

5.7 (CONCLUSIONS

In a conceptual departure from the procedures in Chapters |3| and [4] for tuning

existing functionals, we have used density scaling considerations as a novel
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method of functional development, culminating in an explicit density functional

that is appropriate for the electron-deficient side of the integer.

By considering a combined density functional 2[p], comprising both Coulomb
and exchange—correlation terms, we determined that multiplying any homoge-
neous functional (of degree one) by a factor of (N — 1) approximately recovers
the system-dependent effective homogeneity of the exact Q[p|, for a series
of atoms. Through careful choice of the homogeneous functional, the proce-
dure was formulated as a correction to the Fermi—Amaldi approximation, such
that significant improvements were made in the calculation of the exchange—
correlation energy, without losing the correct asymptotic behaviour of the
Fermi—Amaldi exchange—correlation potential. The results were further im-
proved by explicitly changing the homogeneity of the corrective functional,

although the exact value remained close to unity.

Following the above proof-of-concept procedure, which (approximately)
reproduced the average effective homogeneity of the [p], and hence the Exq[p]
functionals, the same considerations were applied to the electron-deficient
effective homogeneity. Comparing the Fermi-Amaldi correction (DS: 1) studied
by Parr and Ghosh?" to the near-exact homogeneities calculated by Borgoo

et al. 244

showed that systems for which the near-exact homogeneity is unity are
well described by the Parr—Ghosh functional, and vice versa. To improve on
this, we examined a simple, explicit density functional form and imposed on it
the near-exact homogeneity from Ref. 244] considering it both as a functional
in its own right (ED1), and as a correction to Fermi—Amaldi, following Parr

and Ghosh (ED2).

Our initial investigations scaled the functional form by a system-independent
prefactor determined by a linear regression fit to known data. Whilst the
results were encouraging, producing HOMO energies that were much closer
to —Ip than conventional explicit density functionals, the functionals failed
to accurately reproduce the exchange—correlation energies, implying that a
system-dependent prefactor was necessary. In addition, the functional form was
explicitly constrained to exhibit the near-exact effective homogeneity which, in

the general case, is unknown and must be approximated.

Crucially, the effective homogeneity can be approximated from the results of

a precursor GGA calculation, which can also be used to determine the system-
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dependent prefactor. This procedure was carried out successfully for both the
ED1 and ED2 forms, and the latter in particular showed promising improvements
over conventional explicit density functionals, despite maintaining a simple
mathematical form.

Compared to GGA results, the ED2 functional yields similar exchange—
correlation energies, but HOMO energies that are an order of magnitude closer
to the negative of the vertical ionisation potential; for anions, the HOMO
energies are negative, as required. Rydberg excitation energies are also notably
improved, and the exchange—correlation potential is visibly lowered towards
the near-exact potential. Further development is required to improve valence
excitations, static isotropic polarisabilities, and the shape of the potential in
non-asymptotic regions.

Despite its limitations, the ED2 functional shows promising improvements in
several key areas known to be problematic with conventional DFT approaches.
Our hope is that the ideas and methods used in its derivation, along with
the insight they provide, may prove useful in future study and functional

development.



CONCLUSIONS

For many years, density functional theory has offered chemists a tractable
alternative to highly accurate but computationally expensive correlated wave-
function methods, for performing electronic structure calculations. Its lower
computational cost makes it applicable to much larger, chemically relevant
systems, and as a result it has become a widely used and invaluable tool in
the field. Given its widespread popularity, much research has been directed
towards improving the remaining approximation in what is otherwise an exact
theory—the exchange—correlation functional.

Many exchange—correlation functionals exist in the literature, and these
have been widely and successfully applied to countless projects. However,
many situations remain for which existing functionals fail. This thesis has
focused on two particular widespread deficiencies in conventional functionals,
which between them are responsible for a large number of common failures.
The first, delocalisation error, describes the underestimation of the energy
of fractionally charged species, leading to problems such as over-delocalised
charge distributions, underestimated reaction barriers, and incorrect orbital
energies. The delocalisation error can be conveniently quantified by plotting the
variation of the energy F with the number of electrons N, for both fractional and
integer N (an E vs N plot). The exact behaviour should be a piecewise-linear

variation between pairs of integer N, however conventional DFT functionals are
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convex at fractional N. The second deficiency concerns the incorrect long-range
asymptotic behaviour of the exchange—correlation potential, leading to, for
example, underestimated Rydberg excitation energies. We considered some
novel approaches to correcting these deficiencies, and suggested avenues for

future work.

Chapter |3| examined the balance between the short-range DFT exchange
and long-range exact exchange components of range-separated hybrid (RSH)
functionals, and its effect on the delocalisation error. By tuning the range-
separation parameter p (i.e. the rate at which exact exchange is incorporated)
in a system-dependent manner, in order to achieve near-linearity in £ vs N, it
has previously been shown that much more accurate frontier orbital energies
and energy differences can be obtained. This effect can be seen as resulting
from a reduction in the delocalisation error, due to a cancellation between the
delocalisation of DFT exchange, and the localisation of Hartree—Fock (exact)

exchange.

The chapter began by examining the justification for this tuning procedure,
and the effect of varying p on successively ionised species. Most interestingly,
the optimal p varied considerably for each successive species, suggesting that
achieving near-linearity in the whole ' vs N plot is not feasible with a single
value of p. Since the most successful tuning procedures rely on attempting
to constrain two adjacent E vs N segments simultaneously, a systematic
assessment was subsequently performed of the tuning procedures, relating its
successes and failures to the explicit £ vs N behaviour. It was demonstrated
that, for the double-segment tuning procedure, the optimal u returned E vs N
plots with some residual non-linearity in both sections. However, the errors
due to this non-linearity conveniently cancelled with errors in the integer-N
energy differences, to give the observed low errors in frontier orbital energy
differences. Whilst not a rigorous or universally applicable solution to the
delocalisation error, this marks an important step in successfully computing
quantities affected by the delocalisation error, and in understanding some of

its causes.

Following the successful tuning of RSH functionals to give near-linearity
in the energy variation with fractional N, Chapter 4| considered whether the

same functionals are similarly optimal for the density variation, which should
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also be piecewise-linear. The Fukui function in conceptual DF'T, defined as
the derivative of the density with respect to N, is typically approximated
as the difference between the densities of adjacent integer-N species. By
defining an alternate finite difference method, the density difference between
the integer species and a small fractional NV, we identified initial Fukui functions,
analogous to the initial slopes (i.e. frontier orbital energies) of the E vs N
plots. Comparison of initial Fukui functions to those from integer species,
computed using optimally tuned functionals from Chapter [3], indicated that
the optimal g for near-linearity in the energy variation with N can differ
significantly from the optimal p for density variation. Although only one test
system was considered, the results suggested that a system-independent value
of y optimised for thermochemical properties may be most appropriate for the

Fukui function.

A second quantity important to conceptual DFT, the electronegativity, was
then considered. Since this quantity can be calculated using the frontier orbital
energies, it was hypothesised that functionals optimally tuned for the energy
should provide a better approximation than their non-tuned equivalents (unlike
for the Fukui function). This was indeed found to be the case, reinforcing the
conclusion that one cannot find even a system-dependent p that is universally

appropriate for all computed properties.

Whilst the tuning procedure provides an accessible approach to the successful
calculation of problematic quantities, its main drawback is that for each new
property and system, many calculations have to be performed to determine the
optimal . This process is not only time consuming and labour-intensive, it also
severely limits the transferability of a particular set of functional parameters to
a variety of different problems. Furthermore, there is currently no systematic
means of verifying that the convenient error cancellation will hold for a particular

system or property.

As such, a more important goal is to find a more universally applicable func-
tional that is inherently free from the delocalisation error. Chapter [5| presented
an entirely new approach to functional development, based on homogeneity
properties and known scaling relations, culminating in an electron-deficient (ED)
explicit density functional that both satisfies the exact Koopmans condition

ey = —Ij associated with energy-linearity, and exhibits a potential with the
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correct long-range asymptotic behaviour.

After establishing that a simple functional form with known homogene-
ity properties could be successfully used to approximately reproduce near-
exact average effective homogeneities and exchange—correlation energies, it was
demonstrated that similar homogeneity arguments could be used to generate
a functional with a potential associated with the electron-deficient side of
an integer species. In other words, the potential would be appropriate for
satisfying ey = —I. Due to the highly system-dependent nature of the exact
electron-deficient effective homogeneity, this quantity was approximated, along
with a scaling prefactor, by a precursor GGA calculation; the resulting func-
tional was termed ED1. Alternatively, by treating the functional as a correction
to the Fermi—Amaldi approximation, the correct asymptotic behaviour of the
potential could also be recovered, leading to a second functional, denoted
ED2. The functionals are unlike any other functionals proposed previously.
Although the functional form is still inherently system-dependent, the precursor
calculations to determine the system-dependent parameters are much easier

and less time-consuming than the process in Chapter

The two functionals were implemented self-consistently, and assessed in
terms of their ability to reproduce exchange—correlation energies, HOMO en-
ergies of neutral molecules and bound anions, excitation energies and static
polarisabilities. The ED2 functional in particular showed great promise despite
such a simple mathematical form. Exchange—correlation energies were suc-
cessfully reproduced, whilst HOMO energies for both neutral molecules and
bound anions were considerably closer to —I than for PBE. Rydberg excitation
energies were also much improved due to the correct asymptotic behaviour of

the potential.

Several challenges still remain. In particular, large errors in the valence
excitation energies and static polarisabilities indicate improvements to be made
in the shape of the potential in core regions. Secondly, the approximation relies
on precursor GGA calculations on both the system in question and its cation:
eliminating this step would cut down on both the computation time and com-
plexity of the method. Further investigation is also needed into improving the
ED functionals through introduction of a gradient correction; initial investiga-

tions were carried out, but many natural choices for the parameters introduced
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divergences into the potential. Finally, the applicability of these functionals to
other properties must be addressed: since they are explicitly constructed to
improve the HOMO energy and (in the case of ED2) electron-deficient potential,
their general applicability may be limited. In particular, the methods are not
size-extensive, and calculations such as geometry optimisations require iterative
determination of the functional parameters at each step (or a knowledge of
their dependence on perturbations such as varying nuclear coordinates).
Overall, the fact that a local, explicit density functional can offer such a
great improvement over conventional alternatives is very encouraging. Our
hope is that the insights into the nature of linearity in the energy and density
variation with respect to N of Chapters [3] and [, coupled with the benefits of
satisfying correct homogeneity conditions highlighted in Chapter [5 will aid

and inspire future functional development.






ED EXCHANGE—-CORRELATION
KERNEL

Consider the general functional

£l = | [ otrpar| =<l (A1)

We define the functional derivative by consideration of an infinitesimal change

in the density dp(r), and expanding as a Taylor series,

Blo+ o9l = Elpl+ [ 5 EAoptr) ar
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Similarly, we can expand the “inner” functional £[p| as
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and so if we collect everything in the brackets into a term denoted “B”, we

can represent €[p + dp|? as a binomial expansion

elp +0p)7 = elp]? + qe[p]* ' {B} + %q(q — Delp]{BY’ +---.  (A4)
Thus,
Elp+dp] — Elp] —8p+5p] elp]?

{ () P 5 //5/)52 p](r, p(r)op(r )drdr’}

+§q@—1%m¢2{/gjiwwwh/gmﬁfmTww},

where we have truncated the expansions at the quadratic level.

(A.5)

By collecting terms of each power, we can therefore identify the first and

second functional derivatives of the original energy functional E[p],

dE[p] c q—lég_[p]
Sp(r) 4] op(r)’ (40)
and
OBl gelp)"! i
dp(r)dp(r’) dp(r)dp(r’) (A7)

delp] de(p]
dp(r) ép(r')

We now consider the derivatives of ¢[p]. From the definitions

+q(g — 1)elp]™

<l = [ ptry ar (A8)
and
elp+6p) = / {p(r) +dp(r)}" dr
= [ oty + [ pptrrdptr) dr (A9)
+5 [ o= Vp(r) 2 p(r) ar +

we can, from the above expansions, identify

= pp(r)P ', (A.10)



APPENDIX A: ED EXCHANGE-CORRELATION KERNEL - 153

and
2
el = bl = Dol o 1), (A1)
where the introduction of the delta functional collapses ' to r and reduces the
double integral of the quadratic term in equation to the single integral of
equation (|A.9)).
Substituting equation into equation ({A.6|) recovers the potential,

equation (5.48))

e = 5o 2 = el ol (A.12)

Substituting equation (A.11)) into the first term of equation (A.7)), and equa-
tion (A.10) twice into the second term (maintaining the - and r’-dependence),

yields our component of the exchange—correlation kernel, equation ([5.49))

M — _ q—1 r p—2 r—q
S0P ap(p — 1)elp]*™" p(r)P—=4( ) (A13)

+p%a(q = D)elpl”? p(r)P~" p(r')P7"
In order to evaluate the two-electron integrals of the kernel, we first note
that

ol 2 = [[ arar' SR s ()t (A14)
~ [[ arar {qp(p — Delplt o2 5 — 1)

+p*q(q — 1)6[p]‘1‘2p("“)”‘1p("")”‘1} @i(1)@a(r) 0 (T")p (1) .
(A.15)

The first term reduces to a single integral in terms of r, due to the delta
function, whereas the second term decomposes into separate integrals involving

the respective orbitals,
ol 2 = [[ ar i L s ()t (A16)
— gp(p — 1elpl? / dr p(r)p— i) ga(F) 0 () (7)

+p%q(q — L)elp)™? / dr p(r)' ™ (1) pa(r) / dr' p(r')' = o () (1)
(A.17)
to give us the final expression in equation ({5.50)).
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