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Chapter 1

Introduction

1.1 Background

Gas phase calculations for Quantum chemical systems have well defined and reliable
results which can be used to predict properties from several systems in vacuum. Although,
it is rare for an experimental chemist to work with gas phase properties. Most of the
processes of interest chemical pricesses and mechanisms happen while in a solvent [IJ.
Therefore it is important to be able to produce reliable results when working with these
systems. Many models exist to solve this system, outlined in chapter [4] but, in this thesis,
we will mainly focusing on Polarizable Continuum Model (PCM).

A big hurdle for PCM is working with the sharp transition between solvent and solute.
Numerous methods have been implemented in order to minimize the discontinuity at this
boundary [2]. Our approach is to define both the solvent and substrate environments as
an analytical function represented with Multiwavelet (MW) basis.

MW are a part of a family of basis classified under MRA. MW basis sets have useful
characteristics for development of solutions of partial differential equations. These are
orthogonality of wavelet spaces, vanishing moments and locally adaptive representations
of functions, which allow for further refining critical areas of a system.

1.2 Summary of results

The main goal with this project was to have a working implementation of solvent effect in
MW basis by following in Fosso-tande’s footsteps [1]. Another objective was to implement
a variational formulation of the Generalized Poisson Equation (GPE) as defined in [3].

We found that the implementation managed to produce values that did not differ
significantly from exact calculations of the properties tested, these being the Born energy
of the solvent [4] and Gauss’ theorem as defined in [5]. The energy calculations yielded
results that converged towards Gaussian results as the radii increased. We also tested the
Variational formulation of the GPE shown in [3], which gave promising results for small
systems, such as Li", but showed room for improvement for bigger systems.

1.3 Structure of the thesis

In chapter [2| of this thesis the quantum and computational Chemical formalism will
be presented along with methods used to solve systems. Among these are the Born—
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Oppenheimer approximation, variational principle, Hartree-Fock (HF) method and Den-
sity Functional Theory (DFT).

Some examples of Wavelet basis are shown and Chapter [3| will mention some basis
sets and define MW the implementation of different operators is described.

Chapter |4] describes the particular system we work with in this thesis, namely, solvent
effect and the reaction potential. This chapter will also introduce a new variational
formulation of the GPE used in solving the electrostatic reaction field problem.

Chapter|5|describes how the reaction field Potential was implemented using MRCHEM .
It will also describe the way the variational formulation was implemented.

Chapter [6] Goes through the systems that were used to test the implementation, along
with the type of tests that were performed. The results will be tabulated and some figures
will be shown. Finally an analysis and discussion of the results will be presented along
with points of improvement and future development.

1.4 Notation

Notation differs slightly between works in computational and Quantum Chemistry. Most
of the equations and formulas use the same standard notation, while others might dif-
fer slightly in accents and other details in their notations. Therefore in this section a
summarization of notation used in this thesis will be given.

The following Table [L.1| shows most of the notation used for common objects in math-
ematics and quantum mechanics.

Object Description of notation Examples
vectors lower case letter, or symbol, with an arrow above them 7, v
vector elements | lower case letter, or symbol, with an arrow above them and index subscripts 75, T1, \1796
matrices Upper case letter or symbols with a line above them AL S
matrix elements | Upper case letter with a line above them and index subscripts (rows, columns) | A, i Fy, S_'M
Operators Presented as a symbol with a = above it O,H,F
functions presented by a letter with their input variables enclosed in parentheses () f(z), ¥ ()
functionals presented by a letter with their input functions enclosed in square brackets [| E[f], F[¥]

Table 1.1: Notation used in this thesis

Because we are working with atomic units, many of the common constants are reduced
to unit value. The constants used in this thesis are the elementary charge e the reduced
Planck constant A, the electron mass m,. and vacuum permittivity ¢;, are all unit value.

Finally, we will be working in Dirac notation, which means we write a state vector of
a wave function ¥ as |¥) and its complex conjugate as (V|. The scalar product in Dirac
notation is defined as

(T|®) = /R T*OdF (1.1)


https://github.com/MRChemSoft/mrchem

Chapter 2

Quantum Chemistry

2.1 Quantum Mechanics

2.1.1 The postulates of quantum mechanics

Quantum Mechanics (QM) are based on a set rules that define operations and states. We
will present these rules as six different postulates of QM (sometimes divided as 5) [, [7].

First postulate

The first postulate states that everything known about a physical system can be extracted
from the wave function ¥(z,t) of that system [6]. The wave function is defined as a
function vector, or state vector, |¥(ty)) € L? that has a defined finite scalar product as
shown in Equation [L.1] [7]

Second postulate

A generic observable O is represented by a generic operator O. Two such observables are
the position and momentum of a particle. These are represented by ¢; and p; respectively,
where ¢ = {z,y, z}. These operators fulfill the following commutation relations [6, [7]:

[qupj] = ihéij
[9:,4;] =0 (2.1)
[pi,p;) =0

The Operators that represent observables are linear and Hermitian.

Third postulate

When measuring an observable O on a system |W), the only possible values of the mea-
surement are eigenvalues of the corresponding operator O onto the measured system W
at its current state |¥;). The eigenvalues are solutions to the following equation [7]

This holds true even if the state measured is not an eigenstate of 0.

3
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A system state vector |¥) that is not an eigenstate of O as a linear combination of
eigenstates i) of the operator can be represented as

W) = Zc i) (2.3)

where the coefficients ¢; are computed as the projection of |¥) onto the eigenstates of the
operator
¢ = (i|¥). (2.4)

Let us say that we apply the generic operator on one of its eigenstates that is multiplied
with the projection coefficient ¢; from Equation [2.4] This gives us

Oc; i) = ¢;0 i) = ¢;0:]i) = 05¢; |i) (2.5)

Since ¢; |i) is one of the components in the eigenstate |¥) applying the operator on it will
always give us exactly one of its eigenvalues, with different probabilities depending on its
projection on the set of eigenstates of the operator [7].

Fourth postulate

The fourth postulate states the possible probabilities of getting a specific eigenvalue for
a given measurement. Let |i) be an eigenfunction of O such that:

A

O i) = o) (2.6)

and

) =3l (2.7)

has no degenerate eigenvalue. The probability of measuring eigenvalue o; from |¥) is
given by [7]:

2(0) = |(i| )P
= Zcfcj (il7)
= Z cfcjéij

‘ 2

(2.8)

= |Ci

Following the Equation the probability of measuring the eigenvalue o; from |¥,) is
just one. The sum of all the probabilities for each eigenvalue is:

Z P(o) =) la|*=1 (2.9)

]

Here we have ignored the case for degenerate eigenvalues and continuous spectra of eigen-
values, where the method is analogous to the one used above. The reader is invited to
look them up themselves in [6), [7].
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Fifth postulate

The fifth postulate states that immediately after a measurement where the eigenvalue was
0; the state of the system |W) collapses into a state where the only value one can measure
is 0;, which is |i) using the conventions stated in postulate 3 and 4. This is because before
measuring, the probabilities for any eigenvalue is as stated in the fourth postulate. When
the value has been measured the uncertainty does not exists, as the state of the system
must be one that gives exactly that value. The following Equation [2.10| represents the
postulate.

) % |, (2.10)

Sixth postulate

When undisturbed, the system changes in a deterministic way [7]. This change is governed
by the time dependent Schrodinger Equation (SE) [7, [6]:

e -
i W) = H |¥) (2.11)

Where H is the Hamiltonian operator which has the total energy of the system as its
eigenvalues.

2.1.2 The Schrodinger equation

Lets consider the following SE for a particle allowed to move in only one dimension and
where its potential energy varies with position (e.g., the Harmonic oscillator model [7 [§]).

- h? 0?2 - 0

We can substitute

V(x,t) = P(z)7(t)
into by assuming that the wave function can be separated into spatial and time
dependent functions [6]:

(—h—Qa—Q + V(az)) YT = ih%@[ﬂ'

2m Ox?
R d%p - dr
_h ey — i 2.13
STy V(@) = iy (2.13)
R 1dx) - 1dr
2P V() =ik
omu ez V@ =i

In the last step of the Equation we divided both sides with # This shows that,
since the left-hand side of the equation is only dependent on x and the right-hand side is
only dependent on ¢, no matter how much we change each of the coordinates, they must
always equal to a constant. This constant will be denoted by E as it is the energy of the
system. This gives us the following set of equations [6]:

2 72
_h_% + V(@) = By (2.14a)

ih— = BT (2.14D)
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Equation can be solved by observation as [6] [7] :
7(t) = e (2.15)
while the remaining Equation can be rewritten as
Hy = B (2.16)

which is the time-independent SE.
The energy of the system can be calculated as follows [9]:

W) _ (2.17)

(¥lv)

If the wave function is normalized the denominator becomes 1.

2.2 Two-particle system

A two-particle system (such as the H or the He™ atoms) has a simple Hamiltonian of the
form R X o
H=Ty+T.+V (2.18)

where Ty and 7. are the kinetic energy operators of the nucleus NV and of the electron e
and V' is the Coulomb potential for two-particles [8, [10]. This system has an analytical
solution in which one follows these steps:

1. Set a center of mass coordinate system.

2. Change to spherical coordinates so that the potential operator becomes a simple
function of the radius.

3. Separate into radial function R(r) and angular function Y (6, ¢). The angular func-
tion can be separated into two more functions ©(6) and ®(¢).

4. Solve as three sets of differential equations [11].

Following the steps above, the two-particle system is analytically solvable for the center
of mass and angular motion when the potential energy is defined as function of only the
distance between the nucleus and the electron. Examples are the harmonic oscillator and
the Coulomb potential.

2.3 Many-body systems

For bigger systems, there is no practical way to analytically solve the SE [10]. For one,
for each particle, the amount of dimensions that need to be evaluated increases by three,
that is, one can expect the wave function dimension to increase by a factor of 3NV for each
particle NV [9].

Additionally, the potential energy operator becomes more complicated, as it would
not just have the attractive forces between electron-nuclei, but also the repulsive forces
between all the electrons and between all the nuclei. Both of these problems add more
terms per particle and thus would be impossible to be solved in a realistic time frame [10].
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2.3.1 The Born—-Oppenheimer approximation

A many-body system consists of /N nuclei with mass m; for each nucleus I and n electrons
with mass m; for each electron i. Each nucleus has a charge Z;e and each electron has a
charge —e, where Z; is the atomic number of the nucleus I and e is the elementary charge
[8]. The N nuclei and n electrons are located in a three-dimensional coordinate system
where each nucleus I has coordinates R} = (x1,ys, 2r) and each electron has coordinates
T = (il%,yi, Zz)

To calculate the total energy and wave functions of the system we define a time
independent SE where the wave function is dependent on the coordinates of both the
electrons and the nuclei, which we will use a single R to the coordinates of all the nuclei
and a single 77 to denote the coordinates of all the electrons.

HY (7 R) = EV(F, R) (2.19)

Here the Hamiltonian, as with the two-particle system, has a potential energy V and
a kinetic energy T operator. As with the two- particle system, we can divide T as a sum
of two contributions, an electron contribution 7, and a nuclear contribution 7. The only
difference is that these contributions are sums over all the particles instead of just one
each[9]

. A

.= :Qm'vf (2.20)
. Noon )
Ty = Q_mIVI (2.21)

1

where V3 is the Laplacian operator operating on particle

02 02 02
2 _ (O O O 2.22
Vi Qﬁ*%+wQ (2.22)

The potential operator, which we define as a sum of Coulomb potentials, is now much
more complicated. It consists of three contributions: the nucleus-electron attraction Ve,
the nucleus-nucleus Vyy repulsion and the electron-electron repulsion Vi [9].

Ve = ZZ (2.23)
I - rz
N
1 22,
Viy = Bt el (2.24)
2030 | R - )|

. 1 — e?
T 225

2 27— 7

where I, J iterate through the nuclei and ¢, j iterate through the electrons. The Hamil-
tonian is therefore dependent on the positions of all the electrons and all the nuclei [10]

A~ —

H(F R) =T, +Tn + Ve + Van + Ve (2.26)
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Both repulsion potentials VNN, Vee have N(]\;_l) and @ terms respectively, while the

other terms have much simpler sums sums over one index in the case of the kinetic energies
and N - n terms in the attraction potential VNQ.

In the Born—Oppenheimer (BO) we assume that the nuclei of the molecule are much
heavier than the electrons (a single proton is approximately 1836 times heavier than an
electron [12]) the electrons can instantaneously respond to any change in the configuration
of the nuclei [6]. That means that we can solve an electronic problem for any given nuclear
geometry as if the nuclei were static [8, 9], [10].

Following this assumption we separate the wave function into an electronic ¥, and a
nuclear wave function Wy

(7, R) = Un(R)V, (7 R). (2.27)

Notice that the nuclear wave function is only dependent on the nuclear coordinates, while
the electronic has both the electron and nuclear coordinates as input. From our assump-
tion above we say that we solve an electronic SE for each geometry of the molecule, thus
the nuclear coordinates are parametric variables of the electronic wave function (symbol-
ized by the semicolon divider ;) which remain constant for each solution of the SE.

The electronic SE is as follows

~

H (7 R)U(F: R) = B(R)V. (7 F) (2.28)

Where the electronic energy E, becomes a function of R which is solved as a constant for
each nuclear geometry. In the electronic Hamiltonian we assume that the kinetic energy
of the nuclei is zero, but we still need to compute the nuclear repulsion Vyy. As we are
solving for any given geometry Viyy becomes a constant [9]. The electron Hamiltonian

H, is as follows A . . . .
H(7% R) = T + Ve + Vee + Vivw (2.29)

Solving the electronic SE for all possible nuclear geometries will give a Potential Energy
Surface (PES) defined by the electronic energy for all the different geometries. With this
we can go on to solve the total SE [10]

| Tov + ()| O () = oW () (2.30)

In the following sections we will be talking mostly about solving the electronic SE,
where we will drop the subscript and simply denote the electronic wave function as ¥ and
its Hamiltonian as H.

2.3.2 Variational principle

Consider a complete set of orthonormal eigenfunctions ¥; of the Hamiltonian H. From
Equation we build a representation of an arbitrary wave function ® with a linear
combination of the eigenfunctions with projection coefficients c¢;.

=) U (2.31)

For ease of notation we assume that ® is normalized. This the following

n

(@0) =) =1 (2.32)

%
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Additionally, the energy associated with the Hamiltonian can be calculated as in Equation

2.17 to give us

(D|H|D) =) IE; (2.33)
This tells us the energy of the wave function ® can be determined by knowing the energies
E; of each eigenfunction ¢; and the coefficients ¢; associated with the linear combination
that describes ® [9].

We know that for this to be a quantum mechanical system there must be a lowest
energy among all energies F;. We choose to call this lowest energy Fy. Subtracting Ej
from Equation to find the difference between the calculated energy of the arbitrary
wave function ® with respect to the ground state eigenvalues:

> (B~ Eo) = (2| H|2) ~ Ey (234)
We know that each term ¢; must be greater or equal to zero (non-trivial) and that the
term (FE; — Ep) must be greater or equal to zero as well [9], as each individual E; may add
more energy to the ground state. This leads to the following set of inequalities.

(D|H|D) — Ey >0

. (2.35)

(P[H|®) > Eq
It can be inferred from that the inequality in the last term in [2.35] shows that the
energy calculated as an eigenvalue of ® is always greater or equal to zero. This lets us
construct our trial wave functions for the ground state of a system with any basis set.
We can assess the quality of the guess by their associated energies, attempting to reach
as low a value as possible [9].

2.3.3 Self-consistent field

In the previous sections we showed two main points about solving the SE for many-body
systems. The first one, with the BO approximation, is that we, instead of solving for
the energy of the whole system at the same time, can solve an electronic SE for each
geometry of the molecule. Secondly we can construct the wave function with a basis set
representation of our choice, for which its accuracy is evaluated by how low the calculated
energy is.

Next, we intend to find a way to systematically create wave functions and minimize
them as in the variational principle. This is done with an iterative procedure called the

SCF.

Slater determinant

The electronic wave function seen in section 2.3.1] needs to include all the coordinates
that identify an electron. These properties are the spatial coordinates z,vy, z, and the
spin coordinate s. Another characteristic is that it needs to be anti-symmetric, that
is it must change sign whenever the coordinates of two electrons, spatial and spin, are
interchanged.
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The characteristics stated above can be summarized by writing the wave function as
a Slater determinant as [9] [13]

o1
1 ¢1(2) ¢2(2
Val| A
¢1(n) @a(n) ... éu(n)

Ugp = (2.36)

where each ¢; is a one-electron spinorbital, a wave function constructed as a product of a
spatial function and a spin function[13], n is the total amount of electrons, the coefficient
outside the determinant is a normalization constant and each of the spin orbitals are
orthonormal to each other.

In a Slater determinant each column represent a spinorbital and each row one electron.
The spatial orbitals can, and are mostly, built using a basis set as described in Equation
. The spin functions are orthonormal eigenfunctions of the operator S, and have only
two eigenvalues 2 [9].

In certain situations it might be needed to express a wavefunction as a sum of Slater
determinants, but here we will work only as if our wave function can be constructed by a
single determinant wave function.

Energy of a Slater determinant

The energy of a single Slater determinant is expressed as

n ) 1 n R ) R
B =" (ilhles) + 53 (03l dlos) — (sl Kiles)) + Vv, (2.37)
) 4]
where
hlgi) = —1v2—ii ) (2.38)
20 TR-w[)
A 1
Jites(2 = (8:0) | == 1)) 6,0 (239
|7 — 73]
1

Ky 16,(2)) = <¢i<1>

| a0 02, (2.40)
Vi is the nuclear repulsion, the operator h; is a one-electron Hamiltonian containing the
electronic kinetic energy and the nucleus-electron Coulomb attraction and J; and K; are
the Coulomb integral operator and the exchange integral operator respectively [13] [9]
which apply the two-electron integrals of the same name on a orbital ¢,.

Variational principle on a Slater determinant

The energy of a Slater determinant, defined in [2.37], can be minimized with respect to the
orbitals variations under the constraint that the occupied orbitals stay orthonormal [10].
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We construct a Lagrange equation as in [13]:

L=F- Z Aij ((ild;) — 045) (2.41)
0L =0F — i Aij ((0ild) + (¢ildg;)) (2.42)

where

0B =3 ((00:lhlo) + (oilhlssn) )

43 32 (160 = Kyl + (6l — Klos) ) (2.43)
+ % Z <<5¢j|jz‘ — Kilgy) + (i — Ki|5¢j>>

and )\;; is the Lagrange multiplier. The goal is to find a set of orbitals that give us a
minimum of the Lagrange equation L = 0.

Hartree—Fock equations

We can remove the multiplication by a half outside the sums as the third and fourth terms
count the same operations, and so do the fourth and sixth terms. We can also substitute
the Fock operator F' into equation as [10]

6E:Zj:<<5¢i Floi) + (o

F=h+ Zn: (J; - £5) (2.45)
J

F) 5¢i>) (2.44)

We substitute [2.44] into and use properties of complex conjugates to manipulate
the equation as shown in [10] to give us the HF equations

F@' = Z Aij®j (2.46)
J

where we can construct a n X n matrix out of these sums called the Fock matrix. We then
diagonalize the Fock matrix and get the following set of eigenvalue equations

F¢) = €, (2.47)

where the ¢; is the energy of each orbital. When diagonalizing the matrix the orbitals get
changed slightly, creating new orbitals. We denote these new orbitals with a ' superscript.
In order for an orbital to be known, one must know the rest of the orbitals. We solve
this by iteratively forming the Fock matrix, diagonalizing it and using these new orbitals
to construct a new Fock matrix and repeat the process until the change in the orbitals
reach below a predetermined threshold [I4] [0]. This iterative method is called SCF.



12 CHAPTER 2. QUANTUM CHEMISTRY

The sum of the orbital energies do not give us the total energy of the system. For
each electron, we are accounting for the repulsion and exchange interactions with all the
other electrons, we end up counting twice. Which means we have to subtract half of these
interactions from the total orbital energy. This gives the total energy E as [10]

n 1 n . .
7 i

An important point to note is that at the start of this section we assumed our wave-
function to consist of a single determinant. This is part of the HF approximation, where
we only take into account the lowest energy level of the system, and we assume that a
single Slater determinant is enough to describe it.

2.3.4 Density Functional Theory

Another SCF method is DFT. In this method we iterate over a density that is dependent
the spatial dimensions only.

The density

In DFT we calculate the energy directly as a functional of the electron density distribution
[5, @] described by

o) =1 [ 10Ty, (2.49)

which is an integral over all the possible configurations of the electrons. The coefficient
n is the total amount of electrons on the system. This method, DFT, allows to discard
computing the wave function in the iterative process and simply use the density instead.

The electron density has properties that are characteristic to each system, the molecule,
it is constructed from. The first is that its integral over all space is equal to the amount
of electrons n on the system [J

/ pdr =n (2.50)
R3

The second is that the density has maxima on the positions of the nuclei, and these
maxima have the following value dependent on the nuclear charge of said nuclei [9].

0

—pP)| = =220l (251)

=Ry

Hohenberg—Kohn theorems

In DFT the electrons interact both with each other and with an external potential V.,
such as the nucleus-electron attraction potential. In order to compute the total energy, we
need to know how to determine both of those interactions. We know from the definitions
above that the electrons can be described by the density. The Hohenberg-Kohn existence
theorem states that the ground-state density of the system determines the V.., [9]. The
Hamiltonian of the system can thus be defined and from it one can define the wave
function of the system.

Now that both the Hamiltonian and the wave function are determined by the ground
state density we can go forth to solve for the energy of the system. Applying the variational
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principle tells us that, for any such construction of wave functions and Hamiltonians, the
energy computed will always be bigger or equal to the true ground state energy. This
brings us to the Hohenberg—Kohn variational theorem, which states that we can keep
choosing different densities to construct Hamiltonians and wave functions, and the ones
that give us lower energy will be closer to the correct density [9].

The important points from the Hohenberg-Kohn theorems are that the energy of
the system is entirely determinable from the ground-state density, and that we can get
densities closer to the true density by minimizing the energy.

Kohn—Sham theory

The energy is determined by a functional E[p] made of functionals representing the kinetic
energy of the electrons T'[p], the attraction potential energy Vi.[p], and the two-electron
repulsion energy V. [p] [5, 15]

Elp] = Velp] + Tp] + Velp] (2.52)

In Kohn—Sham theory, in order to compute the Kinetic energy functional, we assume that
we can describe the energy of the system as the exact kinetic energy Ts of a single Slater
determinant describing a charge distribution p of a fictitious system of non-interacting
electrons, composed of orbitals ¢; [10].

p=>_loif (2.53)

n

Ts = Z<¢z

%

1
i v 2
2

@> (2.54)

The attraction potential functional Vi.[p] is easily determined as its classical definition

[10]
Vivelp }:/éii (2.55)

We can also divide the two-electron repulsion into Coulomb J[p] and exchange K|p]
contributions. Since we are describing p as in Equation [2.53| we can evaluate the Coulomb
energy in the classical way as [10].

1 p(Mp(F') ..,
— —_— 2.
2// ] drd7’, (2.56)

Some of the kinetic energy is lost when we use the form in[2.54|since we are calculating
from fictitious system of non-interacting electrons, and the exchange functional K|p| is
not known. We gather these terms in a exchange correlation functional E,.[p] as [10]

Buolp) = (Tlp) - Ts) + (V. — J o)) (2.57)

We can now redefine a new energy functional Eppr[p] from By substituting the
definitions mentioned above [10]:

Eprrlpl = Ts[p] + Vielpl + J1p] + Erelp] (2.58)
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different ways of defining F,. can are outlined in [9] [10].

By the variational principle discussed previously, we are trying to minimize the energy
to get the best representation of the system with the given basis. Here we try to find
minima by differentiating [2.58| with respect to p giving us

0 0

—FElp| = — (Vnelp) +Tslp| + Jp]) + Vae 2.59

o [l ap( velol + Tslp) + Jlpl) (2.59)
Where V. is the functional derivative %Exc[p] [9]. We can see that V. seems to be
a correction to the gradient to our first definition of the the energy The system
described by Equation is the fictitious system of non-interacting electrons. In this
system we can define one-electron operators h*° as

hiS ¢ = ey (2.60)

N 1
hf(s = —§V§ + Une + Ve(p) + Vie (2.61)

where vy, and v.(p) are one-electron operators for the nuclear-electron attraction and
the two-electron potentials. We can start the SCF by creating a first guess p with a
non-interacting Slater determinant. We can then solve set of one orbital SE created from
2.60] and get new orbitals, which can be used to start over and iterate in much the same
manner as in HF theory.



Chapter 3

Multiwavelet Basis

As stated in the previous chapter 2, the main goal of computational chemistry is to
approximate systems in order to calculate their energy through the SE. These systems
are completely described by wave functions [7].

In order to construct a solution (wave function) to the SE of a given system one uses
sets of functions with differing properties. These sets of functions construct a basis for the
space on which the wave functions are projected into. These sets are thus called basis sets
[9] and they are essential to solving many-body systems. In this text we will be focusing
in the MW basis from MRA methods.

3.1 Different types of basis sets

We have mentioned constructing solutions of systems using basis sets represented as Lin-
ear Combination of Atomic Orbitals (LCAO), sums of basis functions multiplied with
projection coefficients. In this section we discuss some basis sets used to solve quantum
chemical systems.

3.1.1 Atom centered basis sets

Some of the first basis sets to be developed were based on the assumption of centering the
functions on the atom nucleus. These basis sets are called Slater-type orbitals (STO) and
Gaussian-type orbitals (GTO). The basis functions (orbitals) follow from the separation
of variables used in solving for one-electron atoms

U(7) = R(r)Ym(0, 0), (3.1)
where R is the radial part of the wave function and Y is the angular part of the wave
function.

Slater-type orbitals

These basis functions are constructed from the observation that the wave function should
decay exponentially to zero when the distance from the nucleus extends to infinity. They
are typically of the form [10} 16]

X*O(F) = P(r)e”"Yim(0, 9), (3.2)

15
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where P is a polynomial representing the radial decay and ( represents the how diffuse
the function is. These functions are characterized for them having a cusp at the nucleus,
which follows from the treatment of the nucleus as a point charge. This cusp makes
computing integrals and derivatives a complex problem.

Gaussian-type orbitals

GTO are based on the same reasoning behind STO, but instead of letting the exponential
decay be to the rate of r we let it be to the rate of 72, that is, we work with Gaussian
functions [16]. They have the following forms, both polar coordinates

2

XATO(F) = P(r)e™™ Y (0, 9), (3.3)

and Cartesian coordinates
L2
XCTO(7) = (& — A (y — Ay)! (2 — Ay ol=AT (3.4)

where the vector A and its components represent the center of the atom. In this basis we
remove the problem the STOs had of trying to evaluate the cusp of the function. The lack
of a cusp also allows to treat the nucleus as more than a point charge. Another advantage
is the fact that the functions are no longer constrained to a spherical coordinate system
and can be evaluated on Cartesian coordinates. They are also separable in the Cartesian
coordinate system as a product of one variable Gaussians.

On the other hand, the GTO decay too fast in comparison to the STO and do not
describe the nucleus cusp correctly either, meaning that we have to make more considera-
tions to the exponents and possibly have more functions per atom in order to find better
solutions.

Contracted Gaussian-type orbitals

In order to diminish the problem of the cusp in STO one tries to represent the STO
as linear combinations of GTOs. This way the decay is properly modeled and the cusp
is no longer a difficult problem to solve. This has the obvious weakness of needing to
compute more basis functions for a single orbital, which increases the cost of running
the calculations [9]. In order to remove this we define the GTOs as being represented
by another linear combination of GTOs, but the coefficients for this one are known and
static. This way we can have a better representation of STOs with GTOs [10].

3.1.2 Periodic basis sets

Periodic basis sets are a type of basis sets that are not centered on an atom. These
basis sets are best at describing, as the name implies, systems with periodic boundary
conditions. Two examples are metals and ion crystals.

Plane wave basis functions

In metals, one can think of the valence electrons as free electrons with periodic boundary
conditions. The wave functions of these type of systems are described by either complex
exponentials or cosine and sine functions [10].
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On infinite systems the molecular orbitals, due to the space between different energy
levels vanishing, can be described by a basis of plane waves. The definition in three
dimensions is then a complex exponential.

To finish this section on basis sets we can comment on the applicability of these
basis sets. Atom based basis sets are best at describing the electrons nearest the nucleus.
STOs are more accurate in the decay, but the cusp at the nucleus is harder to differentiate,
therefore, GTO basis sets are used to simplify the near nucleus differentiation. GTOs do
not decay in the correct manner so one might want to use contracted GTOs.

Plane wave functions excel at describing slowly varying delocalized electron densities.
An example is the valence and conduction bands in metal. They are not that good
at describing internal electrons, where the oscillation frequency near the nuclei need to
increase a lot in order to properly approximate the orbital [10].

3.2 Multiresolution analysis

3.2.1 Definition

Consider that we have a function ¢ € L?(R) where its translations and dilations are
described as [17] ‘
ph(x) = 220(Qx — k), j k€L, (3.5)
and the function () satisfies the two-scale difference relations [I8| 17, [5]
p(r) = 0(22) + (22 = 1),
: i 1 i (3.6)
i) = oy (P71 = 2k) + oy (2w — 2k — 1),

where j is the scale of the function and k is the translation of the function [5]. A normal-
ization constant is included in the definition of ¢. A space V" is spanned by translations
of @ni. This space forms a hierarchical chain of linear subspaces [1§]

Vicvic..cVic..cL*R), (3.7)

where V0 is spanned only by ¢ o(z) = ¢(z) [5].
If relation and the following refinement equation holds for ¢, x(x) one can call the
subspaces V" or the functions ¢, ;(x) build a MRA of Ly(R).

AOED B ART AN (3:8)
kEZ

where h is a coefficient characteristic to the transformation between scales.

3.2.2 The Haar wavelet

From now we will work with the Haar basis for simplicity [I8]. Let us define the Haar
function [17] as

1 forxzel0,1
o = p(z) = 0.1, (39)
0 elsewhere

Let us now define a second set of subspaces W". These are the orthogonal complements
of V™ [19], also called difference subspaces, defined as [18], 5], [19]

W y"=yntt (3.10)
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The subspaces W™ are then spanned by a set of functions defined by the translations and
dilations of ¢ (x)

vi(z) =282 — k), ).k € Z, (3.11)

where () is called the Haar wavelet [I7] and is defined as

1 forzel0,3)
W= ={-1 forzeli), (3.12)
0 elsewhere

and ¢ is related to 1 by the following two-scale difference relation [18] [I7, [5]:

(x) = (22) — 2z — 1), (3.13)
W) = v (@ — 2k) + 0l (27 — 2k — 1), |
The functions ¢} and ] are orthonormal and dense in L*(R) [I8, 5, 20].

The definition on Equation |3.10| can be applied recursively in order to get any space

V™ as long as one knows the first subspace V° and one has a method for constructing the
subspace W™ from V° and W™~}

VieweWw'sa..ow ! =v" (3.14)

Projecting a function f(z) onto this basis would be then a weighted linear combination
of the Haar functions, but taking into account the definition on Equation one arrives
at [5]

271 N—-127-1
f(x) =) siph=soeb+ ) > didy, (3.15)
k Jo ok
where d are the difference coefficients and s are the scaled averages of dyadic intervals of
the function f(x).

The scaling coefficients si are computed by the projection (90{3(3:)\ f(z)). Likewise, the
difference coefficients dfc(a:) are computed by the projection
(41 (x)|f(x)). Because of the way the Haar function is defined, we can define the scaling
coefficients as scaled averages of f(z) at intervals 277 [B] [1§]

' ' 279 (k+1)
d= [ d@f@ar= [ fa (3.16)

2=J7k

The subsequent scaling coefficients can be obtained as

pt 4¢(2jx—k)f(x)dx (3.17)
:2%/2 7 f(x)dz.

~3(k—1)
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We can then obtain the difference coefficients by using Equations [3.16] [3.11] and |3.13}
a7t = [ o @)
R
_ 9% / W21 — k) f(x)da
R
o ([ - [p@e-m-ng@as) gy
R R
i 277 (2k+1) 279 (2k+2)
=27 / f(:z:)d:z:—/ f(x)dx
232k 27 (2k+1)

1

= E (SJQk - Sngrl) :

The result of Equations [3.1§ and show us that we can represent the projection of
coefficients onto a coarser scale as an orthogonal matrix [5], [18]:

&’ 1 1 s
( 5:) =¥ 2 ( i) ) : (3.19)
Sk 2 V2 S9k+1

Projecting the coefficients into a more refined scale is just a transpose of the above matrix:

Sj+1 \Lf % dj
()= 2) (%) (3.20)
Sok+1 V2 V2 Sk

3.2.3 Projecting a Gaussian function example

As an example, let us approximate the function f(x) = \1/—%6*100(“0'5)2 in L?(R) with Haar
basis up to scale 5 using [3.15| This gives us the plots in the following Figure |3.1

3.3 Multiwavelet MRA

3.3.1 Constructing the basis functions in one dimension

Following the same basics as in the Haar basis from the previous section we can define a
hierarchical set of multiresolution spaces V;/ where [2]]

Vlj dof {f : all polynomials of degree < I
on (277k, 277 (k 4+ 1)) for 0 < k < 2", (3.21)

f vanishes elsewhere}

and _
VPicvic..cV/ c..cL*R). (3.22)

We again define subspaces W, as the orthogonal complements of le [19] defined as
Vi ew] =1, (3.23)
with orthogonal basis functions @Z)ljk which are translations and dilations of functions ;

V(@) =250 (Pw — k), i=1,...1; k€L (3.24)
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(a) Haar basis projection to the 1st scale (b) Haar basis projection to the 2nd scale
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(c) Haar basis projection to the 3rd scale (d) Haar basis projection to the 4th scale
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(e) Haar basis projection to the 5th scale (f) Analytical plot of f(z)

Figure 3.1: Projecting Gaussian function f(z) = \1/—%6’100(9”’0'5)2 with Haar basis up to

scale 5 on interval (0, 1)

The functions v, ..., 1, are piece-wise polynomial, orthogonal to lower order polynomials
and vanish outside [0, 1] and their subscripts denote the polynomial order [19]

1
/ Yi(x)z"de =0, m=0,1,....,1 — 1. (3.25)
0

The basis functions ¢;(z) of the subspace V;? can be defined using the following two-
scale difference equations [22], which are analogous to the two-scale difference equations
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in B.13
-1

V2 ( O;(22) + H D (20 — 1)), i=0,..,0—1, (3.26)

Nb
’—‘O

Z( D5(20) + G %(256—1)), i=0,..,0—1, (3.27)
=0

where H and G are quadrature mirror filter matrices [22] which have the following prop-
erties:

HOFOT ¢ gOFgMOT — | (3.28)
GOGOT L GOHGOT — T (3.29)
OGOT ¢ FOGOT g (3.30)
which can be summarized in the orthogonal block matrix U [22]
O g

This lets us put the two two-scale difference equations in the following way [5]
(@) 72O qO ¥(22)
— - 2 = =~ ind 332
<¢<az> V2 cor o) | gar-1) (332

pRe—1)) V2 \HY GY)\ () )" '
where the function vectors (5 and @Zj represent the set of all [ — 1 functions ¢; and 1; of
order 1 = 1,2, ..., respectively.

and subsequently

3.3.2 Choices of scaling functions

Now that we have stated how to build the scaling and wavelet basis functions we need to
make a choice of functions f to build said basis. Here we will briefly show two examples
of polynomial functions used to create the basis. These two are the Legendre polynomials
and the Lagrange interpolating polynomials [18], 22].

Legendre basis The Legendre scaling function is defined as follows

oo ){«/2] FIR(2e—1), v €l0,1) (334
0, z ¢ (0,1)

where P; are the Legendre polynomials of order j defined in [—1,1] [1§]. Following are

some examples of the polynomials together with figures of the first few terms of the

functions. These functions have the advantage of being simple to compute, since each

incremental polynomial order only adds a single term to the function.
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Lagrange interpolating basis

1
Yi = T
M—

1

T — T
L) = ][ —, (3.36)
k=0 =0 Tk

L(z), i=0,..,M—1, (3.35)

1
- MPl(2z; — 1) Py_1 (25 — 1)

(3.37)

w;

where M is the scale of the subspace, the P functions are the Legendre polynomials and
xg, ..., £pr—1 are the roots of Py (2x—1) [18]. These scaling functions have the characteristic
of l;(z;) = ¢;; simplifying integrals and thus projections of the basis.

Going from one dimension to d dimensions is to use a tensor product method as shown
in [21].

3.4 Operators

3.4.1 Non-standard form representation of operators
Let us define two projection operators P and Q” and their relation as:

P LA([0,1]) = V", (3.38)

Q" : L*([0,1)) — W™, (3.39)

PP (3.40)

P =P+ Q"+ Q" +..Q", (3.41)

where we, for now, have dropped the polynomial order subscript [ for ease of notation.
A function f would then be projected into a scale n by applying the operators as [21]

fm = pry. (3.42)
Its projection onto a more refined scale would then be [21]

o) — ) 4 grm),

o — On . (3.43)
Following Equation we can expand the equation above to
FU = fO 1 df O 4 af D L df N, (3.44)
which, for a given refinement level N, is a good approximation of f
fa fM, (3.45)

The representation of a linear operator T onto a scale n is

T" = P"TP", (3.46)
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and onto a more refined scale
jvn+1 _ anrlTanrl
= (P"+Q"T(P"+ Q") (3.47)
= P"TP" + P"TQ" + Q"TP" + Q"TQ".

We define a set of 3 operators which will help us describe the more refined operator 7

A OO W — W, (3.48)
B"E QU TPV — W (3.49)
e pror W s v, (3.50)

so we can rewrite the last term in Equation as
T = A"+ B+ O™+ T™, (3.51)

Repeating this iteratively we get
N
TN =T+ <A” + B+ C”) : (3.52)
n=0
which we can say, given a refinement level N is a good approximation of T

T~TV. (3.53)

Let us now define a function g = T f which is the resulting function from applying the
unprojected operator T onto the unprojected f. We want to represent this operation in
the MW basis as

g™ = prg=pr <Tf> , (3.54)

but we do not know what g looks like. We have the projected function f™ and the
representation of the operator T™. We do the following set of manipulations to define a
new projected function g™ [21]:

g = Prg =P (TF)
:ﬁ”T<I5”+1—15”>f
— PrPPrPf 4 PR (1 - pn) f (3.55)
= T fm) 4 prp (1 - 13”> 1,
g def om ¢ ().

where we know 7™ and f™ as defined above and we focus only in finding §™. We
substitute Equations and into the last term of Equation to get

R (A”‘l + B O T"‘1> (fOD 4 df"), (3.56)
™ =gn=b 4 ggn—1), (3.57)
gD (Cn Ly g 1> (f(n—l) + df(n—l)) : (3.58)
dgn (An 1 gm) (f&V 4 dfn) (3.59)
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and

én—lf(n—l) ~0; Tn—ldf(n—l) ~ 0
—(n—1) d:efg(n—l) + g(n—l)

g AR (3.60)
g(n* ) = df(”’ )
g(nfl) :Tnflf(nfl)
We find g as
G = @ 4 5O = 70£0) 4 E0gf(0), (3.61)
and iteratively find g™ as [21]
GO =707
g = g 4+ qg©
=g 4+ 5O 4 45
_ 7O £0) L G0gr0) 4 (AO 1 BO) (fO + df ) |
§(2) — g(l) + dg(l)
— g(l) + g(l) + dg(l) (362)

g(o) + dg(o) + g(l) + dg(l)
— g(o) + g(o) + dg(o) + g(l) + dg(l)’

N
g = T0FO 1 3" ™ ¢ ( An o B“) (F™ 4 df™)
n=0

and we assume that for a given refinement level N we have a good approximation of g
g = gV = (TF)N. (3.63)

In multiple dimensions d we can expand the Non-Standard form into a tensor product
of the four operators as shown in [21].

3.4.2 Examples of operators
Derivative operator

We let T represent a derivative operatora% and Tl" represent its projection onto scale n
with order [ as defined as in Equation [3.46] For a function f for which we want to apply
the operator on we define the expansions for P/* and 7" [22]

. 2m—1 -1
GHGE O 2),
m=0 7=0
A o (3.64)
(77) (@) = S0 (@),
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where ¢ and s are scaling coefficients and functions as defined above and 5 is

2n—11-1

= iy S (3.65)

m=0 j=0

where [r7 ] is a [ x [ transition matrix which we are trying to solve for

(I+1) o
= [ ok >8— @) = 2], (3.66)
/ 6a) -5+ R, (3.67)

Since the derivative operator is in-homogeneous we can represent it on scale n by rescaling
by powers of two

T = 2" Tk, (3.68)

and given that the operator acts only on the neighboring intervals we can remove a sum
from Equation |3.65[ as follows

I—

o= on ([rl]ij Sy + [roliy 5 + [y, sgkﬂ) . (3.69)
J

—

Il
o

We can now introduce a vector multiplication notation for the sum in Equation |3.69

T
mn __ n n n n n n
S" = (800, ey SI1.05 S01s Sl 11s s S02m_1y - - ,Sl_lm_l) ,
= T
nm __ (=n ~n ~n ~n ~n ~n
S — (8007 e ey Sl—l,[)? 501, e ey Sl—1,17 e ey 807271,_1, P 78[—1,2”—1) 3 (370)

Rn =2" {Tk—m}k;,mzo,---:?"_l ’

where Equation [3.69| can be rewritten into a matrix equation as

S" = RS, (3.71)
To T
Rr=on|" , (3.72)
t. S ,’471
T To

where each block r; is a [ x [ and ry and r_; describe the interactions between neighboring
intervals [22]. Computations of this transition matrix R are shown in [22] and there it
is assumed that the rest of the operators A”, B", Cn are computed by rescaling the
representation explained above.

Poisson operator

In order to solve a system where an electrostatic field V' is affected by a charge distribution
p changes throughout space one attempts to solve a Poisson equation

V2V = —4mp. (3.73)
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In MW one makes use of the Poisson operator P to find the electrostatic potential induced
by the charge distribution

Plp(i)] = / mpm ar’ (3.74)

which is a simplified version of the Poisson kernel shown in [21I]. The Poisson operator
can be projected as is outlined in section |3.4.1| above.

3.5 SCF method in multiwavelet basis

When performing the SCF mentioned in chapter [2| one computes the sets of one-orbital
eigenfunctions from Equation Let us expand that equation into its single kinetic
and potential energy contributions

(T YV, K+ Vx> P (3.75)

where V. is the exchange-correlation potential, which is part of the DFT SCF and can
be removed for HF We will not dwell on it much more and assume it is known.

The kinetic energy operator 7' from Equation consists of a double derivative. We
saw from the previous section on operators that representing a derivative operator on MW
basis is not a simple matter. In order to solve this we need to represent the derivative
operator in a slightly different manner.

First let us rearrange Equation m and multiply each side with operator éu which is
much easier to project to the MW basis

Arl”

/=2, (3.77)

G,= (Vi +p2)" (3.76)

G, (T— ei> ¢ = -G, (Vn +J-K+ f/m> s,
(V24 %) (%VQ - 61’) ¢ =— (V242" (Vn +J-K+ Vx> iy
(3.78)
S0i=—Cu(Vat T K+ V) 0
6= 20, (Va4 J — K + V) o

Using the last equation above one can perform a SCF procedure by iteratively applying
—2G u (Vn +J - K+ ch> on an unconverged orbital to attain a new orbital. This process

is then repeated until the change between the orbitals is below a predetermined threshold.



Chapter 4

Solvent Effect

In chapter [2[ we saw how to approximate and solve systems of molecules in vacuum. This
was done using both HF and DFT in iterative SCF procedures. Results obtained from
these methods would then be used to determine certain properties, or observables, from
these systems. Results obtained from systems in vacuum can be called gas phase values.

The goal of these computations are to both to approximate systems and to manage to
make predictions in regards to these approximation. It makes sense then that one of the
type of systems one would be most interested in approximating as a chemist are solvation
systems. This is because most chemical processes of interest in chemistry, such as reaction
mechanisms or acid-base reactions, happen in solvent.

Our aim is to be able to simulate a solvent system in an appropriate way, such that
the models let us predict rates, mechanisms and other specific processes which occur in
solutions [4].

A straightforward approach, consistent with the QM methods defined up to now,
is to make a system a substrate atom surrounded by solvent molecules, all defined by
quantum mechanical methods. One can imagine the substrate to be a single atom ion
and the solvent to be water. The first problem that arises is the quantity of water
molecules needed to simulate the solution system. A straight forward answer would be to
have enough water molecules to surround the ion in one layer of them, and just do our
calculations from that point.

Let us put the molecules in a cube-like fashion around the cation, with each water
molecule in a face of the cube, totaling 6 water molecules. Our calculations could be
performed from this point, but one should see that the system is ordered, and that it is
not necessarily in a minimum with respect to the geometry. The next course of action
should be to perform a geometry optimization on these 7 molecules, or 19 nuclei. The
first problem with this method appears in these geometry optimization. Since we have so
many nuclei, the PES will be affected by all of them simultaneously. This causes the PES
to have many small, local minima, making it harder to find the global minimum of the
surface [9]. This is still doable with full QM methods, given that these type of calculations
are done on greater systems than just 19 nuclei, such as hydrocarbons, or small proteins.

Another question we can ask ourselves is how representative is this model to the real
system we are trying to simulate. After all, the water molecules on a solvent interact
with themselves and the substrate. As our model is now the water molecules are only
interacting with the ones beside them, while elsewhere there are no other water molecules.
Our model is representing a group of a substrate molecule surrounded by water molecules
on a vacuum. This is not what we are trying to model. We can add more layers of water

27
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molecules, so as to simulate the interactions of water with itself, but we will always have
a set of water molecules facing vacuum. We can add water molecules until the amount of
molecules facing vacuum is negligible with respect to the ones in a solvent environment.
This will be an extremely big system suffering of a PES with many local minima and
nuclei, making both geometry optimizations and energy calculations expensive [10)].

The system explained above is both expensive and not representative of the system we
are trying to model. Solvent models, presented in this chapter, present a solution to the
dilemma above. These solvents models, which will be the focus of this chapter, reference
the case of a very dilute solution, where we can assume the substrate is surrounded by
the solvent only.

4.1 Outlining the problem

Solvation models describe one or more molecules (substrate) surrounded by a set of other

molecules (solvent). Most reactions of interest occur in a solvent where the geometry,

energy and kinetics of the reactants and products are affected by their environment [23].
We can describe the total Hamiltonian ﬁsoz of a solvent-solute system as [4]

]:Isol = I:I0+Vsol7 (41)

where Hj is the gas phase Hamiltonian (in vacuo) and V.o is the potential arising from
the interactions between solvent and solute. These interactions can be considered as
perturbations to the in vacuo system. The SE of the system is as follows [4]

]f[sol\p(f) — E(f)q;(f)’ (4.2)

where f denotes the degree of rigidity of the interactions (0 being with completely static
solvent molecules and rigidity decreasing with increasing index). In most practical uses,
we are interested in the polarization interaction between the solvent and solute, meaning
that one can replace the wave function ¥ with the total charge distribution of the solute

Ptot [4]

ptot( r; Q) pnuc<F Cj) + Pel (Fa Q)a
P72 Q) = 3 2 o (7 Qa) s
Pel Q1, / “I’ (q, Q dQ2 quela

where « is an index that iterates over all the nuclei of the molecule, Z,, is the nuclear charge
of each nucleus, ¢, ..., ¢n,, represents the coordinates of the electrons, @a represents the
coordinates of the nuclei and 7 is a vector variable describing a point in three dimensions.
There are four main interactions affected by solvent which one might be interested
in solving. These are electrostatic interactions, cavitation, changes in dispersion and
changes in bulk solvent structure [9]. In this thesis we work mostly with the electrostatics
interactions of the solute-solvent interface and the reaction field they create.

4.1.1 Reaction field

Let us consider a system where a solute A with a dipole moment ji4 is introduced to a
solvent S where each solvent molecule S; has its own dipole moment jig,. On equilibrium
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the different S; would be placed randomly, giving an average electric field of zero. When
A is introduced, its fi4 will induce an electric field that will affect all the fig, of the S;.
The S; will reorient themselves so that their fig, lie along the electric field induced by fi.
This is so that they are in a more energetically favorable position in the electric potential
of the field induced by ji4, but in doing this, they will act against their own electric field
and lose conformational freedom, which will cost energy. This will, in turn, change the
electric field of S so that it no longer behaves uniformly. The electric field of S will then
affect A so that piy lies along the new electric field of S for the same reason stated above,
using free energy in doing so [9].

The process outlined above will repeat itself until the energy gain from reorienting
A and S is outweighed by the required energy of such a reorientation. The energy at
such a point is equal to half the total interaction energy between S and A [9]. The new
field obtained at the equilibrium position of this interaction is called the reaction field
U, for the interaction of A and S. This interaction can be represented as a statistical
average over all degrees of freedom of the interaction. This is done by replacing the
solvent molecules with a continuous electric field that is affected by the introduction of
the substrate. This is done so that one does not need to represent the charge distribution
of the solvent explicitly [9], which can be expensive with bigger systems. Solvent models
that represent the charge distribution explicitly are called explicit solvation models. The
models that do not represent it explicitly are implicit solvation models.

4.2 Explicit solvation models

The explicit method is necessary when the solvent molecules’ geometry and states are
important to the measurement of the interactions of the substrate [9]. One way to simplify
the problem is to partition the system into two parts, the solvent, modeled using molecular
mechanics (MM) and the solute, modeled using QM, this method is called QM /MM [23].

The main point of this model is that the energy contribution from the solvent can
be described as a sum of bonding and non-bonding contributions [9] where the solvent
bonds are described as springs [23] and the atoms as weights. The bonding contributions
can be divided into bending, stretching and torsion of the bonds. Both the bending and
the stretching of the bonds can be described with the Harmonic Oscillator (HO) and the
torsion with a periodic function [23]. The non-bonding interactions can be described with
Coulomb’s law, or other equivalent expressions of potentials, with the atoms as point
charges. More information on this can be read on [9, [10].

4.3 Implicit solvation models

Most implicit models describe the solvent as a linear isotropic continuum characterized
by the static dielectric constant €,,; characteristic of the bulk of the solvent [4] [I]. In this
continuum only the electrostatic interactions contribution are significant [4]. The energy
needed to create a cavity in the continuum in which the substrate is contained and the
dispersion and repulsion forces between the solvent and the substrate often cancel out, or
at least the contribution becomes negligible [9]. This means that the interaction potential
Vsol in Equation becomes an electrostatic potential VU [4]

~

‘/int - Vo (qv Qa Prot, Eout) = Z ZaUr (ro) - Z UT (qz) ) (44)
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where U, is the reaction field potential. The contribution of the interaction between the
solvent and the substrate to the total energy E\) is given by

Wiot = /3 \If(f)*vaq’(f)dQ--dQNez = <Ptot(7j)’Ur(7?)>- (4-5)
s

This means that determining the reaction potential as well as knowing the coordinates
of the different particles will solve the Equation [4.2] Since we are looking at the effect
the charge distribution of a solute has on the interaction potential, we set up a Poisson
equation. We also know that the change in the potential must also be related to the
dielectric constant that characterizes the continuum e. We try to find the solution to the
following electrostatic potential equation, also called the GPE

V(e(F)VU(F)) = =47 pro, (4.6)

where U(7) is the electrostatic potential of the interaction between the solute and the
solvent.

There are two main ways of solving the GPE that are implemented in PCMs. These
are either direct solutions of Equation or introducing boundary conditions where
the Volumes inside and outside the cavity are separated by the a two dimensional cavity
surface. In the latter method the problem is solved at the surface and is represented as
an apparent surface charge o distributed along the surface.

4.3.1 Cavity

All continuum models make use of a cavity in which the solute A resides [4, [0, 2]. The
shape of the cavity must be defined so it includes the whole molecule A and its charge
distribution. Although, since the charge distribution of any molecule persists to infinity
there will always be an overlap with the charge distributions of the medium in real systems.
The charge that is not contained within the cavity is often called escaped charge [2].

The size of the cavity is critical to the calculated results of the model, if the cavity
is too big the solvation effects are dampened, if it is too small various errors may arise
in the computation of the interactions to be studied [4]. The cavity shape should closely
resemble the shape of the molecule itself [2]. There are two main ways of defining the
shape and size of the cavity: (1) regular shapes and (2) molecular shapes.

Regular shapes such as spheres, cylinders and ellipsoids have the advantage of faster
and simpler computations than molecular shapes. The fact that the cavity should resemble
the molecule and its charge distributions still stands, and it is not realistic to assume that
all molecules have regular shapes (apart from maybe single atoms and linear molecules)
[2].

Molecular shapes give a better representation of the solute in the solvent due to the
fact that they more closely follow the shape of the solute molecule. There are three
main molecular shapes I wish to mention: interlocking spheres, surfaces traced by solvent
probes and isodensity surfaces.

Molecular surface shapes

The interlocking spheres model The interlocking spheres model consists of creating
spheres centered at the nuclei of the molecule. Other centers can be in functional groups,
so that they envelope a whole group, or in specially designated spaces around the molecule
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so that the give an accurate representation of the parts of the substrate molecule the
solvent has access to [4]. The latter is explained more in the next section.

The consensus for the radius of each cavity R; is that it has to be close to the van der
Waals (vdW) radius R,q, of the atom the sphere is centered in. One of the most used set
of radii for this are the the radii provided by Bondi [24] 2] and are generally scaled by a
coeflicient f that is close to 1. The following relation holds [4]

Ri = vadwa (47)

where f has been found to be, by statistical analysis, f = 1.2 £ 0.1 in order to yield the
best results. Its value is 1.2 for water while it can vary with other solvents [4]. Although
this only stands for neutral solutes. Some results imply that the best radius for cations
is the covalent radius and the best one for anions is the ionic radius [4].

Solvent probe tracing surfaces This family of surfaces are based on the interlock-
ing spheres model in that a solvent probe (normally a spherical probe) is rolled around
the Interlocking sphere surface to trace a new surface. The inwards facing face of the
probe traces a surface which the solvent cannot access. This surface is called the Solvent
Excluded Surface (SES) [2, 23]. One can think of this as smoothing so as to not get
polarization in areas around the molecule which should not be accessible to the solvent.
Both SAS and SES are shown in the following Figure 4.1

Solvent excluded surface (SES)

Solvent accessible
Surface (SAS)

Solvent molecule

Figure 4.1: SAS and SES surfaces
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Isodensity surfaces A third type of surface is one defined by a certain value of the
charge density. This is usually defined by setting a threshold value of the charge density
for which the surface will be drawn (usually 0.0004 — 0.001 a.u.)[2].

4.3.2 Boundary conditions

As stated before, in continuum models the solvent is represented by an isotropic continuum
defined by the dielectric constant €,,; characteristic to the bulk solvent [4]. The interface
between the solute and the continuum is the cavity. One way to think of the value of the
continuum is by defining a function epsilon with the cavity as a boundary condition [2, 4]

€t Tor e’
_ , 48
(7 {1 for 7 ¢ C (48)

where C' is the cavity. We then solve the polarization problem at the surface of the cavity.
We define an Apparent surface charge o which defines the polarization of the electric field
as charges at the surface of the cavity. Apparent surface charge methods are used to solve
for the polarization. We define this problem by partitioning the volume of the system into
two parts, one inside the cavity and one outside the cavity [4]. Another assumption that
is made is to say that we have an ideal charge distribution that does not reach outside
the cavity [9, [4]. This means that [4]

Ptot(m =0 r ¢ C (49)
This lets us define the Poisson equation inside and outside the cavity as follows [5] [4]:

VQU(F) = —477,015015(7_") FG C,

4.1
couVU(F) =07 ¢ C, (4.10)

where, for a point § and a normal outwards vector 7 on the surface of the cavity, the
following conditions are true [5, [4]

Uzn(g) = Uout (5’),
aU; Uyt (4.11)

= = €out =
on o

where U(7) is the sum of the potential of the substrate in vacuo U,,. and the reaction
field potential U,.[5, ]
U(7) = Upae(T) + U,.(T). (4.12)

4.3.3 Approaches to a solution
Apparent surface charge

In this family of solutions we look at the classical electrostatics description of the problem.
we do this by defining an apparent charge distribution ¢ confined to the surface of the
cavity I' [4, 2]. The apparent surface charge distribution at the boundary between two
regions 7, j is defined as

0ij = —(F; — B) - iy, (4.13)
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where 71;; is the unit vector pointing from 7 to j and P is the polarization vector of a
region of constant isotropic permitivity (such as the continuum in PCM) defined as

() = (7), (4.14)

where ¢; is the permitivity constant of region 4 [2] In a solvation model we only have two
regions, one inside and one outside. We know that €, = 1 so Fj = 0 leaving only the
outside region to construct o. This gives us [2]

0_<§;)_ eout 1 a

dep ON

—(Upae +Us)in ; s€T, (4.15)

and we find the reaction potential of the apparent surface charge U, with the following
integral

U, (F) —/F ;&g)ﬂdg; ser, (4.16)

If we divide the surface into a set of finite elements, tesserae [2, 5], with set areas A that
are small enough to be able to assume that o does not change inside each of these tesserae,
will let us define the integral as a sum over all the tesserae

U, (7) ~ Z ‘TSk Ak Z |7~_ Sk’ (4.17)

where g, = o(5%) A is the point charge of each tesserae [2]. Many slightly different types
of Apparent Surface Charge (ASC) have been implemented as of now. Some of these
are Conductor-like Screening model (COSMO), Integral equation formalism (IEF) and
Surface and Volume Polarization for Electrostatic (SVPE).

COSMO In this version of ASC we proceed as normal except that we define €,,; = 0o.
This way we determine the ASC (0*) by the local value of the electrostatic potential
instead of computing the normal component of its gradient [2]. We then scale o* as

o*(3), (4.18)

where k is small [2].

IEF In this method we define the electrostatic potentials in terms of Green integral
functions. The Green function G(Z,%) is the potential produced at a point & by a unit
charge at ¢ [2]. We define the electrostatic potentials as follows

Ulz) = /RS G*(z,y)pm(y)dy,
Upac(®) = /R3 G(z,y)pm(y)dy, (4.19)

Un(z) = | G"(z,y)pm(y)dy,
R
where G(Z, ) = 1/|z — y| is the Green kernel for the operator —V?2, G*(Z, %) is the Green
function of =V (e(7)V) and G"(z,y) = G*(Z,y) — G(Z,y). Then the reaction potential U,
can be represented as [2]
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/‘4 —dgv7 € R?, (4.20)

where the surface charge o is given by solving the following equation

{2% (6 a 1) - Di] Sioc = — (27 — D;) Viyaes (4.21)

€ —

where S; and D; are two of the four components of the Calderon projector [2].

SVPE The main focus of this method is that the solute charge distribution has a trailing
"tail” that reaches outside the surface [2]. We define the reaction potential as consisting
of a ASC term U, and a exterior term Up

Un(7) = Us(Z) + Up(D),
-1 y 4.22
UB<CC_") — _Eout / pjot (yz dg) ( )

€out xt |$ - y|

where x,y are defined as above.

Multipole expansion

In this solution we write the total electrostatic potential U(7) in terms of Legendre poly-
nomials. This way the potential is reduced to a set of two spherical harmonics functions,
one outside and one inside the cavity.

[e.9]

1 l
Un() =D 7 D B (0,9)

=0 m=—I

+ i (l + )(6out Z Blmym (423)

— I+ (I+ D)o a21+1

o0

20+1
outrf‘) Zl—{— l+1 tTl+1 ZBlm a 7

where Y;™ is the spherical harmonics with angular momentum [ and projection along the
z-axis m, a is the radius of the cavity and By, is a set of constants which need to be found
[4]. Tt goes without saying that since we are using spherical harmonics, the cavities used
in this method must be spherical. Some methods exist to work with ellipsoidal cavities
and even interlocking spheres, which are outlined in [4] and [2].

4.3.4 Solving the generalized Poisson equation in multiwavelet
basis

Following Fosso—Tande [1] the cavity is defined as a molecular shape interlocking spheres
cavity. We start by defining a normal signed distance function s; of a point 7 away from
the surface of the sphere C; with radius R; = 1.2 - Rfdw and centered on atom 7 with
coordinate 7; [1]
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The cavity for the i-th atom is defined as
Ci(r) = 1= 0O(si(7)) = O(=5:(r)), (4.25)

where © is a heavyside-like function that enables to smoothly transition from the inside
of the cavity (value 1), to the surface of the cavity (value 3) and to the outside of the
cavity (value 0) [0, [I]. We use the error function erf(z) to define © and a parameter o

characterizing the width of the transition between the inside and outside of the cavity

1 S;
O (s :—(1 f(i>>. 426
() =5 (14t (2 (1.26)
The function for the complete set of interlocking spheres C' for a molecule with N atoms

is given by
N

C(F)=1-]] - (). (4.27)
i=1
This function can then be used further in creating a dielectric function e that switches
smoothly from €;, (permitivity of free space with value 1 [1]) to €, either with a linear
representation

E(PF‘) = €out T (ez‘n - €out>C(F)7 (428)

or with an exponential representation

EOU

€(7) = €in exp ((log t) (1— 0@)) : (4.29)
€in

which is better suited for the computation of its log-derivative. This is important because

differentiating the dielectric function directly will give us a slope that is not entirely

centered at the cavity surface, which gives rise to instabilities in the results [I]. The

log-derivative for the exponential representation is defined as [I]

Vloge(r) = Velr) (log Cin ) V(). (4.30)

6(7:}) B €out
The log derivative of the linear dielectric function is expressed as

-0 552

With either of those dielectric functions, the GPE can be constructed [5, [1]

\elt) (4.31)

V- (e(MVU() = —Ampror(7), (4.32)
Ptot Ve(r) - VU(7)
e(7) e(r) '

We define the effective charge distribution p.s and the surface charge distribution vy [I]

V2U(F) = —4n (4.33)

Pess(T) = %pwt(ﬂ, (4.34)

Vs(7) = ﬁ v;g)

VU (), (4.35)
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and substitute them into Equation [4.32]

V2U(F) = =47 (pey () + 7(7)). (4.36)

Which, if we were to define p as entirely contained in the cavity, would mean that the
polarization is completely defined by 75 and Equation[4.36]would take the form of Equation
4.15, This means that ~, is equivalent to 0. We get the total iteration potential U(7)
between the substrate and the solvent by applying the Poisson operator P as defined in

Equation to equation
U() = 2 (pess (7) +7:(7)). (4.37)

We can then find the reaction potential following Equation and rearranging it so we
get the following

Up(F) = U(F) = Upac(7). (4.38)

The reaction field energy is given as [1]
Eiot = —Eyge + %Er, (4.39)
E, = (Urlptot) - (4.40)

and FE,,. is the gas phase energy of the substrate. This means that we can easily add the
energy contributions from the reaction field to the SCF energy as a simple addition.

Since the solution of the total potential has itself in both sides of the equation we will
need to iterate with an initial guess. This is called SCRF and will be implemented more
thoroughly in Chapter [5]

4.4 Variational formulation of the Generalized Pois-
son equation

Following Lipparini [3, 25] T'll arrive at a functional where minimizing with respect to U
of the solvent energy contribution to the total energy G will give a way to determine U,
variationally.

Starting from the GPE defined from [I] we project it into a suitable space with test
functions v

V(eVU) = —4mp,

~ IVIeVU) = 4 (). A
Applying the following vector identity
V(9eVU) = VpeVU + hVeVU + eV3U, (4.42)
we get the integral
— [ YVeVUdr — | ¢eViUdr = | VyeVUdr — | V(¢eVUdr). (4.43)
R3 R3 R3 R3
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The test functions vanish at infinity. Applying Gauss’ theorem [25] we can turn the
rightmost integral into an integral on the surface, thus vanishing. This gives us

— (Y[VI]eVU) = (Ve[ VU), (4.44)
which we substitute into Equation 4.41
(Vle|VU) = 4m (Plp) , (4.45)
which lets us write the functional for the energy as [3]
1
GU) = n (VU|e|lVU) — (Ulp) - (4.46)

We now find the gradient of the functional in order to minimize with respect to U

) 0 0
o) =556 =V ogp @
1 9 0
N v _ 4.47
Voo (VUIVU) = == (Ulp) (4.47)
)

1

where, if we set 2-G(U) = 0 we get the GPE from [I] and thus we can use any type of
minimization method to reach the right potential.
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Chapter 5

Implementation of the generalized
Poisson equation

5.1 Generalized Poisson equation on multiwavelet ba-
sis

In the following chapter we will outline our implementation of the GPE for solvent systems.
We took Fosso—Tande’s and Harrison’s paper in [I] as a starting point. There they defined
how to solve a GPE that included a dielectric function which was analytical through the
cavity boundary. This model was explained with more detail in chapter 4] and it will not
be explained again.

5.1.1 Cavity Function

The first step was to create a cavity function as in [I]. This was done by creating a cavity
object that stored the coordinates of nuclei 77 and their characteristic radii £;. When a
point 7" is evaluated in the Cavity function it will return 0 if it is outside and 1 if it is
inside and will have a sigmoidal shape at the boundary of the Interlocking spheres cavity
defined by the nuclei coordinates and their radii. Additionally we wanted to be able to
change the width of the boundary with a parameter o. The structure of the cavity object
is as in Algorithm

This Object was implemented as a derived class of RepresentableFunction, a C++
class in MRCHEM .

5.1.2 Dielectric Function

In Equations and we defined both a linear €, () and exponential €., (7) di-
electric function. These were implemented as presented in those two equations, with no
changes to them, except for minor syntax related adjustments. Their log derivatives had
to be implemented separately, this was done in order to have better convergence [I]. The
log derivative of the exponential dielectric function is represented as the derivative of the
Cavity multiplied by a constant. The cavity of water as implemented above can be seen
in Figure 5.1] as a slice through the xz plane.
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Algorithm 1 Cavity object
Initialize C(7)
Input : Molecular Coordinates, Radii, Width
o < Width
Set Cypt(7) =1
for All Nuclei I do
71 < Molecular Coordinate;
R; + Radius;
end for

When Evaluating C(7)
Input:
for All Nuclei I do
si(F) = |7 = 71| = Ry
O(7) = & (1 +erf (+42))
Ci(r) =1—-06.(7)
Ciot(1) = Cior(7) - (1 = C1(7))
end for
return 1 — Cyu(7)

Atom based Cavity for water

Figure 5.1: Interlocking spheres cavity function slice for water as implemented in algo-
rithm
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5.1.3 Effective volume charge distribution

When Running a SCF calculation one calculates with electron densities in order to solve
an electron SE as is consistent with the BO approximation [9} 26], whereas the GPE needs
the total molecular density p;;. This is computed as a sum of the electron density p
and the nuclear density p,,. based on the geometry and charge of the nuclei

Ptot = Pel + Pruc (51)

. Algorithm 2] shows how we calculated the nuclear density p,.,. for the total density by
use of point charges represented as Gaussian functions centered at each nucleus.

Algorithm 2 Nuclear charge density
Input : Nuclear coordinates, Z;
a = 1000
b= (%)% 2
77(7) = Nuclear coordinate;

Set Prnuc = 0
for All nuclei I do
p1(7) = oo
Pruc(¥) = Pnuc(7) + ng]u)c<7?>
end for
return p,,.(7)

Where a represents the width of the Gaussian function, /3 is the normalization constant
multiplied with the charge, 7 is the position of the nucleus and pSJJC is the Gaussian
representing the a point charge at the nucleus.

We then go on to create the effective volume charge distribution by the following

equation.
1—c¢
€

Prtot (52)

Peff =

This differs from Fosso—Tande’s effective charge distribution in that we incorporate the
subtraction of U, to it from the start [I]. This way we will be solving directly for the
reaction field potential U,. The alternative is to instead compute the total potential U and
then subtract the gas phase potential to get the Reaction potential as in [I]. Calculating
the Reaction potential with the latter method brings loss of accuracy by adding numerical
noise.

5.1.4 Surface charge distribution

Given the total interaction potential of U of a solvation system with dielectric function e
defined with cavity C, we compute the surface charge distribution 7, as shown in algorithm

B3
In algorithm [3| we use the definition of the log derivative for both €, () and €e,(7)
from equations and [4.31] This is the same as just writing

1 VeVU

:47r €

Vs

Y

which is the same equation as in [4.34]
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Algorithm 3 Surface charge distribution
vs[U, €[C]]:
Input : U potential, €[C] dielectric function
if € is exponential then

return EVC -VU
else if € is linear then

k= i(em - 6out)

return %VC’ -VU
end if

5.1.5 The iterative SCRF method

In this method we Compute the Reaction field of the solvation system by iteration. Here
we follow the equation for the Reaction field potential in section {.3.4] In that section
we see that, in order to compute the reaction potential, we need to compute the surface
charge distribution of the reaction potential. This paradox is resolved by an iterative
process. In this section I will explain how this process works.

The first potential that is calculated will be a gas phase potential U,,. this potential
is found by applying the Poisson operator 2 defined in Equation on only the total
charge density p;,;. This is then used to make the zeroth Surface charge distribution %EO).
This zeroth gamma is then added to the effective volume charge distribution p.s; and
the Poisson operator is applied to the sum in order to get the reaction potential. This
reaction potential is then used next iteration if the SCRF to compute the first surface
charge distribution, which is then used to compute the next and so on. This is done until
the norm of the difference between the previous reaction potential and the new one is
less than a user defined precision. This is shown in Algorithm 4| The SCRF can then be

Algorithm 4 SCRF iterative method
Zeroth iteration:
Uvac — f@(ptot)
1 4 Yy [Unaes €]
U = Plpess + 1)
n-th iteration:
Input : precision
error = 10
while error > precision do
Y = Yo [(Unae + UF™), €]
U e P(pepy + 15
n+l) U(n)H

T

error = ||U}
Ugn) - U£n+1)
end while

return U™

implemented by itself inside a SCF cycle. The converged Reaction potential for water in
a water solvent can be seen in Figure [5.2
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5.2 Variational implementation

The variational implementation is very similar to the iterational one described. All the
steps outlined above are the same during the first SCF cycle. Except that in the end, we

compute the next 'ys(") with the converged U, before moving on to the next SCF cycle.

This ”yﬁn) is then used in the next cycle to compute only one iteration of the SCRF without

checking the error against the precision. After the one iteration we use the new Ug to
compute the 7§"+1) for the next iteration. If one is using a convergence accelerator one
can make use of the old surface charge distribution mgn) and the new one just computed
’ys("H) to accelerate the convergence of the Reaction field potential. This is outlined in
algorithm . Where 4™ is an optimized 4" which is used in the next iteration. The

Algorithm 5 SCRF variational method
Zeroth step:

Do The iterative SCRF — Uﬁwm}erged)

’Yén—i_l) — [(Uvac + 7Sconverged))7 E}

n-th step:

On every SCF cycle do
(n) (n+1)

Py (n)

Uy — @(Peff + Vs )

U™ et

7§n+1) s [(Uvac + U1Sn)>7 6}

Accelerator[*ygn), 7§n+1)]
7§n+1) - ,ygnﬂ)/

_> 7§n+1)/

first Iterative SCRF was done so that we would start the Optimizing of the potential with
an already good guess.

5.3 Software used

The problem was first implemented in VAMPYR, [27] which is a python interface to the
MRCPP [28] code. Then it was implemented in C++ using MRCHEM [29]. All of the
above software are MW software developed at Hylleraas centre of Quantum molecular
sciences. Both implementations are identical, except for slight changes for performance
improvement, such as using a KAIN accelerator,
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Figure 5.2: Reaction potential of water across the XZ plane



Chapter 6

Results

6.1 Overview of tests

We divided the tests of this implementation into four main types, (1) theoretical correct-
ness, (2) parametrization, (3) comparison and (4) tests of the variational implementation.

1. Theoretical correctness: In the tests of theoretical correctness we test if our
implementation gives the results to problems as expected. The tests for this were
comparisons to the energy of Lit in an environment with dielectric constant €y,
with the value we would get from the Born model. In the Born model the energy of
a one-atom ion in a solvent is the same as the energy of a point charge in the same
solvent. This energy is described as [4]

e —1¢>

EBorn —
R 2¢ R

(6.1)

In the Born model the cavity is defined as a sharp two-dimensional surface. Because
of this it is not expected that our results, with a smooth cavity, should converge
to the same values as the Born model. A second comparison was done with Gauss’
theorem[5] where we tested for the following relation that should hold for a point

charge
11— ou
/%dr = ‘ Lq (6.2)

€out

the integral evaluates the reaction charge of the system.

2. Parametrization: The parametrization tests were done by changing one param-
eter at a time while comparing this same change to Gaussian calculations with
different basis sets. First we only checked the dependency on the radius and how
changing it would affect the reaction field energy with respect to Gaussian calcula-
tions of the same radii. We then compared Gaussian calculations of radius R against
MRCHEM calculations of radius R+ 0.2 in an attempt to see an improvement in the
results. A second parametrization test was done with only Li* where we changed
the relative precision of the MRCHEM calculations to see how they affect the energy
with respect to the Gaussian energies. This was also done on different radii.

3. Comparison: We then took 4 molecules that were tested by Chipman in [30]
and compared the results from the computations against Gaussian results. The
molecules used were H,O, NOT, CN~ and CH3;CONH,. These tests are classified
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into spherical cavity tests and molecular-shaped cavity tests. Spherical cavity tests
are performed by varying the radius of the cavities for each molecule. The spherical
cavity test was done for all molecules except for CH3CONH; as it was too big, which
made calculations in both Gaussian and MRCHEM extremely slow.

The molecular-shaped cavity tests consist of making interlocking spheres centered
on each atom with radius equal to the atom’s van der Waals radius. The set of radii
by Bondi [24] are scaled by 1.2 as outlined by [4]. These radii were later shifted
by 0.2 Bohr so that we were comparing MRCHEM calculations of bigger radii to
Gaussian calculations.

4. Variational tests: As stated before in Chapters [4] and [5] a variational formulation
of the reaction field Problem was implemented in this thesis, The tables in Appendix
[A]show a row which is labeled ” Variational”, though the variational implementation
behaved in a irregular way. We will show the reaction energy plots for the variational
implementation for both H,O and Li* as those are the ones that had the most
data points. We leave the reader to evaluate the variational energies for the other
molecules.

All MRCHEM tests were done with relative precision of le — 6, HF method and SAD_DZ
as a starting guess [29]. All Gaussian calculations were ran with HF method, Dunning’s
correlation consistent basis sets[31] of increasing completeness, scrf (pcm, read) option
with nocav, nodis and norep keywords. Both Gaussian and MRCHEM computations
were run with optimized geometries from Gaussian using b31lyp/cc-pVQZ.

6.2 Data

6.2.1 Theoretical correctness tests

We calculated the integral on the left hand side of Equation for a point charge with
charge ¢ = 3 and compared it to the exact value calculated as shown in the right hand
side of the same equation. This is shown in Tables and [6.2]

We then evaluated the reaction field energy of the same point charge and compared it
to an exact value calculated as in Equation [6.1] Tables and show this.

For both the tests above we calculated the values with two radii, R = 3.0, 4.0 Bohr,
two sets of dielectric constants, €,,; = 2, 80, two transition widths, o = 0.1, 0.2, and two
values for the relative precision, le — 4, le — 6.
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6.2. DATA A7
Radius | Prec. o =0.2 | Rel. Diff. o =0.1 | Rel. Diff. |
3.0 | 1E-04 | -1.499964 | -2.41E-05 | -1.504559 | 3.04E-03
1E-06 | -1.499999 | -7.43E-07 | -1.500001 | 4.17E-07
4.0 | 1E-04 | -1.499602 | -2.66E-04 | -1.503913 | 2.61E-03
1E-06 | -1.500002 | 1.21E-06 | -1.499659 | -2.27E-04
Exact -1.500000 -1.500000

Table 6.1: Reaction charge for a point charge of ¢ = 3 and €,,, = 2 calculated with
differing precision, transition width (o) and cavity radius (Bohr) compared to the exact

values
Radius | Prec. o =0.2 | Rel. Diff. o =0.1 | Rel. Diff.
3.0 | 1.00E-04 | -2.96495 | 8.26E-04 | -2.96167 | -2.81E-04
1.00E-06 | -2.96250 | 2.92E-07 | -2.96235 | -5.16E-05
4.0 | 1.00E-04 | -2.96400 | 5.06E-04 | -2.95605 | -2.18E-03
1.00E-06 | -2.96243 | -2.20E-05 | -2.96215 | -1.17E-04
Exact -2.96250 -2.96250

Table 6.2: Reaction charge for a point charge of ¢ = 3 and €,,, = 80 calculated with
differing precision, transition width (o) and cavity radius (Bohr) compared to the exact

values
Radius | Born energy | Prec. | ¢ =0.2 | Rel. Diff. | ¢ =0.1 | Rel. Diff. |
3.0 -0.7500 | 1E-04 | -0.7586 | 1.14E-02 | -0.7560 | 7.96E-03
1E-06 | -0.7586 | 1.15E-02 | -0.7539 | 5.15E-03
4.0 -0.5625 | 1E-04 | -0.5670 | 7.95E-03 | -0.5660 | 6.27E-03
1E-06 | -0.5671 | 8.17E-03 | -0.5645 | 3.53E-03

Table 6.3: Reaction field energy for a point charge of ¢ = 3 and €,,; = 2 calculated with
differing precision, transition width (o) and cavity radius (Bohr) compared to the values
from the Born model

Radius | Born energy | Prec. o =0.2 | Rel. Diff. | ¢ =0.1 | Rel. Diff. \
3 -1.48125 | 1.00E-04 | -1.55781 | 5.17E-02 | -1.51700 | 2.41E-02
1.00E-06 | -1.55658 | 5.09E-02 | -1.51731 | 2.43E-02
41 -1.1109375 | 1.00E-04 | -1.15306 | 3.79E-02 | -1.12961 | 1.68E-02
1.00E-06 | -1.15241 | 3.73E-02 | -1.13093 | 1.80E-02

Table 6.4: Reaction field energy for a point charge of ¢ = 3 and €,,; = 80 calculated with
differing precision, transition width (o) and cavity radius (Bohr) compared to the values
from the Born model
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6.2.2 Parametrization Tests

We first varied the radius of the cavity for HoO and lithium. The following Table (6.5
presents the data for the energy calculations of HoO with the three first cavity radii used
in the calculations These are the total energy of the system including the solvent effect
contributions.

Basis vacuum E 3.6 3.7 3.8
cc-pVDZ -76.02663793 | -76.03908811 | -76.03763579 | -76.03641832
cc-pVTZ -76.05697112 | -76.07006812 | -76.06851635 | -76.06721439
cc-pVQZ -76.06463074 | -76.07784858 | -76.07628127 | -76.07496499
cc-pVHZ -76.06688831 | -76.08017253 | -76.07860146 | -76.07728122
aug-cc-pVDZ | -76.04126545 | -76.05445572 | -76.05289986 | -76.05159320
aug-cc-pVTZ | -76.06042913 | -76.07366704 | -76.07209913 | -76.07078170
aug-cc-pVQZ | -76.06580140 | -76.07902254 | -76.07745594 | -76.07613970
aug-cc-pVboZ -76.06711902 | -76.08034209 | -76.07877365 | -76.07745617
daug-cc-pVDZ | -76.04174340 | -76.05497166 | -76.05340824 | -76.05209489
daug-cc-pVTZ | -76.06052322 | -76.07376602 | -76.07219809 | -76.07088031
daug-cc-pVQZ | -76.06582414 | -76.07904691 | -76.07748036 | -76.07616414
daug-cc-pV5Z | -76.06712250 | -76.08034610 | -76.07877753 | -76.07745995
mrchem -76.06728320 | -76.08531969 | -76.08277751 | -76.08071980

Table 6.5: Total Energy Calculations example for HO in Water. Energy in Hartree and
radii of the cavity in Bohr

To calculate the reaction field energy we took a gas phase calculation of a basis set and
subtracted it from the total energy calculated with the same basis set. In MRCHEM this
was done using the same relative precision for both the gas phase and the solvent calcu-
lations. The following equation was used to calculate the reaction field Energy E.

Er = Etot - Evac (63)
Examples of E, for the first three cavity radii for HoO obtained from the operation in
Equation [6.3] can be seen in Table

The Tables [6.5] and [6.6] do not show the total amount of results that were used to plot
the Energies. The results for the remaining radii can be seen in Appendix [A]

We now plot the data from the total energy and reaction energy tables for both HyO
and Lit. In this chapter we will be plotting only against double augmented basis sets.
The rest of the plots for the other basis sets can be seen in Appendix [B]

The plots for the reaction energy of HoO for both the Gaussian and MRCHEM calcu-
lations can be seen in Figure . The same type of plots for Li™ can be seen in Figure
6.2 In both of these figures we are comparing the energy from MRCHEM to sets of four
curves formed each of double, triple, quadruple and quintuple zeta Dunning’s correlation
consistent basis sets[31] as implemented in Gaussian [32].

The MRCHEM energy values Eyronem for each radius were compared to the corre-
sponding values of each of the different basis set calculations in Gaussian E25 . by
finding the relative difference d, between them as

basis
d. = EGaussiUm B EMRCth
.=

6.4
EMRC’hem ( )
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basis 3.6 3.7 3.8
cc-pVDZ -0.01245017 | -0.01099786 | -0.00978039
cc-pVTZ -0.01309700 | -0.01154523 | -0.01024327
cc-pVQZ -0.01321784 | -0.01165053 | -0.01033425
cc-pVhZ -0.01328422 | -0.01171314 | -0.01039291
aug-cc-pVDZ | -0.01319027 | -0.01163442 | -0.01032775
aug-cc-pVTZ | -0.01323791 | -0.01167000 | -0.01035257
aug-cc-pVQZ | -0.01322114 | -0.01165454 | -0.01033831
aug-cc-pVbhZ -0.01322306 | -0.01165463 | -0.01033715
daug-cc-pVDZ | -0.01322826 | -0.01166484 | -0.01035150
daug-cc-pVTZ | -0.01324280 | -0.01167487 | -0.01035709
daug-cc-pVQZ | -0.01322276 | -0.01165622 | -0.01033999
daug-cc-pV5HZ | -0.01322360 | -0.01165503 | -0.01033745
mrchem -0.01803648 | -0.01549431 | -0.01343659

Table 6.6: [E, for H,O in Water sample|Reaction Field Energy Calculations example for
H50O in water, Energy in Hartree and radii of the cavity in Bohr

The operation in Equation was applied to both Hy,O and Li*. The results for HyO
and Li* are presented in Figures and respectively.

We then shifted the cavity radius of the MRCHEM calculations for both HyO and
Li* so they were 0.2 Bohr bigger and compared them to Gaussian calculations with an
unshifted radius. The relative Difference plots for HyO and Li* can be seen in Figures
and [6.6] respectively.

Lastly we computed the reaction field energies of Li™ with four different relative pre-
cision; le — 3,1e — 4,1e — 5, and le — 6. We compared these to the reaction field en-
ergies calculated with the most complete basis set: daug-cc-pV5Z as described in
Figure [6.7] shows the plots of the operation in Equation as applied to the different
precision values of the MRCHEM calculations for Lit. First all of the relative differ-
ences plotted together, then the second one contains only the results for relative precision
le(—4),le(—5), and le(—6) since the results with relative precision le(—3) are over five
times larger than the other ones.
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Figure 6.1: Reaction field energy of HoO in a water solution, calculated with relative
precision e — 05 in MRCHEM and with double augmented basis sets in Gaussian
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Figure 6.2: Reaction field energy of Lit in a water solution, calculated with relative
precision e — 05 in MRCHEM and with double augmented basis sets in Gaussian
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Figure 6.3: Relative difference between the reaction field energy of H,O in a water solution

calculated with with relative precision e—05 in MRCHEM against double augmented basis
sets in Gaussian
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Figure 6.4: Relative difference between the reaction field energy of Lit in a water solution

calculated with relative precision e — 05 in MRCHEM and with double augmented basis
sets in Gaussian
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Figure 6.5: Relative difference between the reaction field energy of H,O in a water solution
calculated with with relative precision e —05 in MRCHEM and radius +0.2 Bohr and with
double augmented basis sets in Gaussian
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Figure 6.6: Relative difference between the reaction field energy of Lit in a water solution
calculated with relative precision e — 05 in MRCHEM and radius 4+0.2 Bohr and with
double augmented basis sets in Gaussian
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Figure 6.7: Relative difference between the reaction field energy of Li* in a water solu-
tion calculated with different relative precisions in MRCHEM and same calculations in
Gaussian with daug-cc-pV5Z
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6.2.3 Comparison Tests

The substrates studied in these tests are the same 4 substrates studied by Chipman in [30],
namely, H,O, NO*, CN~ and CH3CONH,. Two sets of comparison tests were performed.
Firstly, spherical cavity calculations where for each calculation the radius of the cavity
was varied. Secondly, molecular-shaped cavities calculations were performed on all the
substrates. Of the second type of test only two sets of radii were calculated, for each
substrate, cavities based on the Bondi radii multiplied by 1.2, and the same cavities but
their radii were increased by 0.2 Bohr. This is done to compensate for the thickness of
the cavity surface.

The results for the spherical cavity tests for HoO can be seen in Figures and [6.3]
and the results for the molecular-shaped tests for HoO can be seen on Table For NO*
the plots for the single sphere cavity tests can be seen in Figures and and the
molecular shape cavity test result can be seen in Table For CN* one can see the plots
for the single sphere cavity on Figures and while the molecular-shaped results
are on Table The molecular-shaped test for the incremented radii did not converge
for CN ™, but comparisons between the standard scaled Bondi radii and the single sphere
cavity can still be done.

Some of the data points for CN~ and NO" are missing. The reason for this is that
the calculations for these values either never completed or gave extreme outliers, due to
yet not understood numerical instability. These outliers were removed from the plots in
order to better visualize the trend correctly converged values. All of the available values,
those which completed, can be seen in their corresponding tables in Appendix [A]

There are no single sphere cavity tests for CH3CONH;y due to the size of the molecule
making single sphere calculations extremely slow for both Gaussian and MRCHEM . The
only tests that were ran where molecular-shaped tests. Gaussian did not converge after 72
hours of running with daug-cc-pV5Z, therefore, the comparison values are missing from
the tables. The CH3CONH,; results are presented in Table [6.10]

The molecular-shaped cavity results shown are just the relative difference between
MRCHEM and Gaussian values as shown in Equation [6.4, For the rest of the tables see
Appendix [A]

basis Van der Waals | Van der Waals + 0.2 Bohr ‘
cc-pVDZ -0.15090654 0.04037456
cc-pVTZ -0.12829535 0.06807953
cc-pVQZ -0.12895265 0.06727416
cc-pVhHZ -0.12925406 0.06690484
aug-cc-pVDZ -0.12913032 0.06705646
aug-cc-pVTZ -0.13428776 0.06073717
aug-cc-pVQZ -0.13683848 0.05761183
aug-cc-pVhZ -0.13631495 0.05825329
daug-cc-pVDZ -0.12816349 0.06824109
daug-cc-pVTZ -0.13378744 0.06135020
daug-cc-pVQZ -0.13648975 0.05803913
daug-cc-pV5Z -0.13623509 0.05835115

Table 6.7: Relative difference between Gaussian and MRCHEM results from molecular-
shaped cavity tests for H,O
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Basis Van der Waals radii | Van der Waals radii +0.2 Bohr ‘
cc-pVDZ -0.03598423 0.02044325
cc-pVTZ -0.03692221 0.01945037
cc-pVQZ -0.03747002 0.01887050
cc-pVHZ -0.03810456 0.01819881
aug-cc-pVDZ -0.03906862 0.01717832
aug-cc-pV'TZ -0.03801963 0.01828871
aug-cc-pVQZ -0.03792710 0.01838665
aug-cc-pVhZ -0.03814585 0.01815510
daug-cc-pVDZ -0.03897379 0.01727870
daug-cc-pVTZ -0.03811073 0.01819228
daug-cc-pVQZ -0.03799786 0.01831176
daug-cc-pV5Z -0.03813936 0.01816197

95

Table 6.8: Relative difference between Gaussian and MRCHEM results from molecular-
shaped cavity test for NO™

Basis Van der Waals radii ‘
cc-pVDZ 0.01805797
cc-pVTZ 0.00402722
cc-pVQRZ -0.00689520
cc-pVHZ -0.01760704
aug-cc-pVDZ -0.02534307
aug-cc-pV'TZ -0.02484616
aug-cc-pVQZ -0.02473155
aug-cc-pVhZ -0.02453156
daug-cc-pVDZ -0.02428967
daug-cc-pVTZ -0.02475331
daug-cc-pVQZ -0.02472359
daug-cc-pV5Z -0.02449823

Table 6.9: Relative difference between Gaussian and MRCHEM results from molecular-
shaped cavity test for CN™~

basis vdw Vdw+0.2 ‘
cc-pVDZ -0.18617733 | -0.02575734
cc-pVTZ -0.13954658 | 0.03006522
cc-pVQZ -0.12431320 | 0.04830139
cc-pVhHZ -0.12131273 | 0.05189330
aug-cc-pVDZ | -0.11396644 | 0.06068769
aug-cc-pVTZ | -0.12038877 | 0.05299940
aug-cc-pVQZ | -0.12258540 | 0.05036977
aug-cc-pVhZ -0.12243503 | 0.05054978
daug-cc-pVDZ | -0.11719827 | 0.05681881
daug-cc-pVTZ | -0.12128833 | 0.05192252
daug-cc-pVQZ | -0.12247807 | 0.05049826

Table 6.10: Relative difference between Gaussian and MRCHEM results from molecular-
shaped cavity test for CH3CONH;
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Figure 6.9: Reaction field energy of CN~ in a water solution, calculated with
MRCHEM and with different basis sets in Gaussian
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6.2.4 Variational implementation tests

Figures and show the reaction field energy calculated with the variational im-
plementation for HyO and Li", respectively. Figures |6.14] and [6.15 show the relative
difference as calculated with Equation for HyO and Li™, respectively.
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Figure 6.12: Reaction field energy for HoO in water using the variational and iterative
implementation
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Figure 6.13: Reaction field energy for Li* in water using the variational and iterative
implementation
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6.3 Discussion

6.3.1 Theoretical correctness

The results for the integral of the surface charge distribution v, for both dielectric con-
stants of 2 and 80 are on Tables and respectively. These results must coincide
with exact value calculated with Equation if the implementation is theoretically cor-
rect. We can see that, since the relative difference is so small, that the implementation
is correct for both big and small dielectric constants. The values for €,,; = 80 have a bit
larger relative difference in comparison, which stems from the fact that the implementa-
tion has hardships in solving solvation systems with big dielectric constants. Increasing
the precision of the calculations decreases the relative difference, as expected.

Increasing the radius does not improve the differences of the integrals, except for
€out = 2 with 0 = 0.1 and prec. = le—4, and for €,,; = 80 with o = 0.2 and prec. = le—4
where it improves by 0.1% for €,,; = 2 and 0.03% for €,,; = 80. The cause for this decrease
in the quality of the MRCHEM results might be because of the surface charge effect being
diminished by the bigger cavity. The reason it gets better at only two sets of parameters
might be caused by numerical noise, given the size of the variation. The same behavior
is seen for tighter surfaces. The difference worsens when increasing tightness, and where
it gets better is most likely because of numerical noise, given the size of the variation.
These two observation show the difficulty this implementation still has at working with
sharp transitions and larger surface areas.

The energies, on the other hand, do not have the constraint of needing to be exactly
the same as the Born model values. This is simply because the Born model is a model
in which the cavity surface is a sharp transition. We can see that this is the case since
the relative difference increases or decreases by very small values when increasing the
relative precision of the calculations, telling us that the variation of our values between
themselves is much smaller than the difference with the Born model. It was expected as
well, that when the width of our cavity surface becomes small compared to the radius our
results would resemble the Born results more. Two ways of decreasing the width of the
surface relative to the size of the cavity exist, either by increasing the radius and/or by
decreasing the width of the transition. Both of these relations hold true, in our results,
for both dielectric constants.

The relative differences for the €,,;, = 80 are not as good as for €,,; = 2. The most
likely cause is the transition becomes steeper relative to the width and radius parameters
due to the high difference between ¢,,; and ¢;,. This leads to MRCHEM having difficulties
projecting the cavity, which in turn, increase the numerical noise in the calculation.

6.3.2 Parametrization

The values for HyO reaction energy with a cavity radius of 5 Bohr diverged, therefore we
removed them in order to better visualize the trends. We can see in Figures and
that the relative difference decays, diminishes to a stable value, the bigger the cavity is.
The method Gaussian uses to calculate the reaction field describes the transition from
inside the cavity to the outside as happening at a boundary, this being the surface of the
cavity. The problem is solved at the surface of the cavity, which is assumed to be two
dimensional, so the transition is noncontinuous, as explained in Chapter Our cavity
is defined as an analytical transition with a parameter o which controls the width of the
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cavity surface, so that we get a smooth transition between the inside and the outside of
the cavity.

Two main factors are responsible for the decay in relative difference that we observe.
Firstly, the bigger the radius, the smaller the difference is relative to the size of the
cavity. This means that at larger distances our cavity resembles more and more that of
a discontinuous transition such as the ones used by Gaussian. The second factor is the
amount of the charge density that is contained within the cavity. The effect of this can
be seen on the tests that followed.

As we can see on the Figures [6.5] and there is a significant improvement on the
relative difference when we compare with bigger radii of MRCHEM calculations to smaller
radii of Gaussian calculations. This is caused by the smooth cavity. Since the transition
is wider in our implementation there is more density that is situated outside the cavity
than in cavities of same radius from Gaussian calculations. This was accounted for when
we increased the radii, and we still see the same decay in difference that we saw in the
standard comparison.

The graphs from Figure tell us two things about our results: Firstly at precision
lower than le — 03 we get results that are at least 20% different than the best Gaussian
results we could run for small radii and diverge from the Gaussian results for bigger radii.
Secondly we see that we don’t need a relatively high precision to get stable results which
are consistent with greater previsions and that also approach the Gaussian results at
bigger radii.

On the other hand, it is hard to decide if this is applicable to bigger systems, as the
Lithium cation is fairly simple, whereas other systems might not be so simple.

6.3.3 Comparison

Same as with the tests for Lit and H,O, the Figures and show that both relative
differences for CN~ and NO™ decay at higher radii.

The relative differences for the results for NO™ seem to decay faster than the other
molecules, but it is hard to see due to the lack of data points. Assuming that it decays
faster, one can explain this as being due to the fact that the electron density is closer to
the atoms, making it easier for the cavity to contain most of it. The opposite can be seen
for CN~. The explanation for this might go through the same line of thought as that
for NOT, but now since the molecule is negatively charged, the density is more diffuse,
making it harder to contain it in its entirety.

The divergence around the interval (4.0, 4.7) can be attributed to the way the functions
are projected. The cavity function is very sharp at the transition. In order to project it
correctly one needs to go to very low scales. Additionally, the intervals are powers of two,
meaning that there is always the discontinuity from the wavelets at the 4.0 point, which
is hard to correct. This discontinuity brings forth numerical noise that gets amplified
when the derivative of the function is calculated to solve the GPE. These errors occur
in this implementation as it is still in development. These problems are expected to be
diminished or removed in future revisions. One way we could attempt to fix is by defining
a better derivative for the cavity. Fosso—Tande defined the derivative of the cavity as
combinations of analytical derivatives [I]. This definition supposedly would help remove
numerical noise at the transition, since one can create these analytical derivatives before
projecting them into the MW basis.

The tables for the molecular-shaped cavity tests show us that for most the molecules,
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the relative difference doesn’t vary too much when going to molecular-shaped cavity or
that it gets much better, as is the case for NO™ in Table . It can be seen that, while
its spherical cavity plot, Figure [6.10] does not go lower than a relative difference of 10%,
its molecular-shaped cavity tests have a relative difference of less than 4%. The same can
be said for the results for CN™, in Table which got to less than 3% from the Gaussian
results, while it never approached 10% with spherical cavity, Figure [6.11]

The H50O results, in Table do not go too far from the best relative difference shown
in Figure [6.3] They do significantly better when increasing the radius of the interlocking
spheres, a decrease in the relative difference of around 6 — 9%. This decrease is seen in
the other molecules as well, where, for NO™, the decrease is around 1 — 2%.

CH3CONHy, in Table has a difference of at best 11.4% and at worst 18.6%.
Increasing the radii of the interlocking spheres has the same effect that was observed for
H50, but stronger. Here they decrease by 5 — 16%. This tells us that in MRCHEM |,
in order to get comparable results to Gaussian, one need to define a cavity that is a bit
bigger than the one used in Gaussian. This makes sense as the cavity surface, because
of the width, starts earlier for us than it does for Gaussian. This leads to more of the
density escaping. Increasing the radius gives us a cavity that is effectively the same as
Gaussian’s.

6.3.4 Variational implementation

The results for the variational implementation of the GPE for H,O and Li" is shown in
Figures and respectively.

Ideally, the results from the iterative and variational implementation should be almost
equal, with differences between them being for the most part caused by numerical noise.
This is because we are using the same GPE, but different implementation, for both of
them.

Lit behaves almost as expected, with very small differences between implementations,
which can be explained as numerical noise. H,O on the other hand shows signs that, for
bigger systems, the errors are not numerical noise only. The H,O differences imply that
there is an error in the implementation, which gets augmented for bigger systems. This
is further strengthened by the fact that the variational values for the other molecules had
the same trend, as can be seen in the Tables of Appendix [A]

Something worth noting is that the values appear to behave systematically, which
strengthens the possibility of something being implemented wrongly, and most impor-
tantly, that it can be accounted for and corrected in future revisions of this implementa-
tion.

6.4 Concluding remarks

The theoretical correctness tests showed that the implementation is, at its base, theoret-
ically correct.

We saw that when increasing the radii of the cavity in calculations, the difference
between the Gaussian calculations and the MRCHEM calculations decayed, as is expected.
Having a tighter precision than le — 4 helps to have better results, but is not entirely
necessary, as the difference between the models is larger than the improvement upon
moving to better precision values.
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We see that all the solutes used in [30] have relative differences that decay with bigger
radii. We also saw that using bigger MRCHEM cavities where Gaussian used smaller gave
us better relative differences in molecular-shaped Cavities. The MRCHEM calculations
did not converge for some values of CN~ and NO™ which is most likely caused by insta-
bilities in the derivatives of the cavity, which can be improved by following Fosso—Tande
.

The variational implementation gives acceptable results for small systems such as
Li* but for bigger systems, it shows clear signs of errors in the implementation. The
variational implementation is still in its early days when it comes to development, and
the results still behave systematically, which tells us that they can be accounted for and
improved upon. We have also seen that for most of our comparisons we could not expect
out values to actually converge to what we were testing against. This is because there
still are not many equivalent implementations to test against.

6.5 Areas of improvement /future development

Given that the iterative values gave results as expected we can say that the implementation
is correct. An improvement would be to try to change the cavity definition so as to take
into account more of the electron density. One way that is possible right now is to decrease
the width of the transition, another is to simply use bigger cavities as these are shown
to give better results. Both of those are possible with the implementation used now, but
decreasing the width of the transition might make the cavity harder to project.

A better solution to this is to implement the derivative of the cavity as a combination
of analytical derivatives, as Fosso-Tande did in [I], which might let us get better results
with the same parameters used in the tests of this chapter.

The goal in the future is to apply these solutions and test if they better the results
of the variational method. After that we will start seeing how molecular properties are
affected by this.

Another goal is to attempt better stability at sharper cavity surfaces as there is clearly
a trend where the narrower the surface, the harder it is to actually converge it.
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Appendix A

Data tables

Here are all the Data tables for all tests performed
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Table A.1: Total Energy of HyO. Radius in top row in Bohr and energies in Hartree

Basis gas phase 3.6 3.7 3.8 3.9 4.1 4.2 4.3 44 4.5 4.6 4.7 4.8 4.9 5
cc-pVDZ -76.02663793 | -76.03908811 | -76.03763579 | -76.03641832 | -76.03538785 | -76.03450797 | -76.03375070 | -76.03309523 | -76.03252236 | -76.03201951 | -76.03157573 | -76.03118215 | -76.03083152 | -76.03051786 | -76.03023619 | -76.02998266
cc-pVTZ -76.05697112 | -76.07006812 | -76.06851635 | -76.06721439 | -76.06611230 | -76.06517182 | -76.06436331 | -76.06366499 | -76.06305543 | -76.06252156 | -76.06205152 | -76.06163570 | -76.06126619 | -76.06093648 | -76.06064115 | -76.06037602
ce-pVQZ -76.06463074 | -76.07784858 | -76.07628127 | -76.07496499 | -76.07384990 | -76.07289777 | -76.07207893 | -76.07137177 | -76.07075424 | -76.07021345 | -76.06973743 | -76.06931645 | -76.06894249 | -76.06860897 | -76.06831037 | -76.06804247
cc-pVoZ -76.06688831 | -76.08017253 | -76.07860146 | -76.07728122 | -76.07616204 | -76.07520576 | -76.07438279 | -76.07367174 | -76.07305031 | -76.07250581 | -76.07202633 | -76.07160212 | -76.07122521 | -76.07088898 | -76.07058793 | -76.07031785
aug-cc-pVDZ | -76.04126545 | -76.05445572 | -76.05289986 | -76.05159320 | -76.05048581 | -76.04953957 | -76.04872500 | -76.04802078 | -76.04740502 | -76.04686510 | -76.04638926 | -76.04596796 | -76.04559335 | -76.04525894 | -76.04495932 | -76.04469036
aug-cc-pVTZ | -76.06042913 | -76.07366704 | -76.07209913 | -76.07078170 | -76.06966496 | -76.06871079 | -76.06788962 | -76.06718016 | -76.06656004 | -76.06601669 | -76.06553820 | -76.06511490 | -76.06473880 | -76.06440334 | -76.06410302 | -76.06383364
aug-cc-pVQZ | -76.06580140 | -76.07902254 | -76.07745594 | -76.07613970 | -76.07502406 | -76.07407091 | -76.07325069 | -76.07254213 | -76.07192284 | -76.07138025 | -76.07090247 | -76.07047981 | -76.07010431 | -76.06976938 | -76.06946955 | -76.06920061
aug-cc-pV5Z | -76.06711902 | -76.08034209 | -76.07877365 | -76.07745617 | -76.07633977 | -76.07538622 | -76.07456588 | -76.07385733 | -76.07323823 | -76.07269591 | -76.07221842 | -76.07179606 | -76.07142085 | -76.07108618 | -76.07078658 | -76.07051785
daug-cc-pVDZ | -76.04174340 | -76.05497166 | -76.05340824 | -76.05209489 | -76.05098169 | -76.05003045 | -76.04921162 | -76.04850386 | -76.04788507 | -76.04734262 | -76.04686470 | -76.04644169 | -76.04606568 | -76.04573016 | -76.04542965 | -76.04516001

daug-cc-pVTZ
daug-cc-pVQZ

-76.06052322
-76.06582414

-76.07376602
-76.07904691

-76.07219809
-76.07748036

-76.07088031
-76.07616414

-76.06976301
-76.07504847

-76.06880816
-76.07409526

-76.06798628
-76.07327494

-76.06727614
-76.07256627

-76.06665538
-76.07194685

-76.06611145
-76.07140412

-76.06563247
-76.07092620

-76.06520875
-76.07050341

-76.06483232
-76.07012780

-76.06449661
-76.06979276

-76.06419609
-76.06949284

-76.06392657
-76.06922382

daug-cc-pV5Z | -76.06712250 | -76.08034610 | -76.07877753 | -76.07745995 | -76.07634349 | -76.07538990 | -76.07456953 | -76.07386096 | -76.07324185 | -76.07269950 | -76.07222200 | -76.07179962 | -76.07142438 | -76.07108970 | -76.07079008 | -76.07052133
mrchem -76.06728320 | -76.08531969 | -76.08277751 | -76.08071980 | -76.07903409 | -76.07763693 | -76.07646969 | -76.07548239 | -76.07464091 | -76.07391714 | -76.07329242 | -76.07274787 | -76.07227112 | -76.07185138 | -76.07147999 | -74.66982572
variational -76.06728320 | -76.24667616 | -76.16017213 | -76.09009014 | -76.03384641 | -75.98928987 | -75.95482788 | -75.92783308 | -75.90801352 | -75.89361794 | -75.88381591 | -75.87771178 | -75.87462003 | -75.87390738 | -75.87511388 | -74.56610455
Table A.2: Total Energy of NOT. Radius in top row in Bohr and energies in Hartree
Basis gas phase F 3.6 3.7 3.8 3.9 4 4.1 42 4.3 4.4 4.5 4.6 4.7 4.8 4.9 5
cc-pVDZ -128.92842671 | -129.06900553 | -129.06455767 | -129.06048531 | -129.05672836 | -129.05323961 | -129.04998162 | -129.04691756 | -129.04403837 | -129.04131557 | -129.03873289 | -129.03627682 | -129.03393598 | -129.03170073 | -129.02956276 | -129.02751449
ce-pVTZ -128.96686302 | -129.10749826 | -129.10307171 | -129.09900702 | -129.09524815 | -129.09175130 | -129.08848168 | -129.08540472 | -129.08251196 | -129.07977641 | -129.07718235 | -129.07471649 | -129.07236754 | -129.07012576 | -129.06798272 | -129.06593046
ce-pVQZ -128.97702444 | -129.11744820 | -129.11306692 | -129.10904095 | -129.10531424 | -129.10184333 | -129.09859408 | -129.09553351 | -129.09265218 | -129.08992482 | -129.08733641 | -129.08487428 | -129.08252763 | -129.08028714 | -129.07814469 | -129.07609262
cc-pVHZ -128.97925198 | -129.11957200 | -129.11519840 | -129.11118129 | -129.10746408 | -129.10400284 | -129.10076301 | -129.09771147 | -129.09483830 | -129.09211820 | -129.08953610 | -129.08707934 | -129.08473719 | -129.08250039 | -129.08036093 | -129.07831132
aug-cc-pVDZ | -128.93515278 | -129.07565798 | -129.07121655 | -129.06714937 | -129.06339635 | -129.05991049 | -129.05665458 | -129.05359240 | -129.05071430 | -129.04799242 | -129.04541062 | -129.04295546 | -129.04061560 | -129.03838140 | -129.03624458 | -129.03419752
aug-cc-pVTZ | -128.96800542 | -129.10848246 | -129.10408086 | -129.10003832 | -129.09629871 | -129.09281831 | -129.08956251 | -129.08649752 | -129.08361407 | -129.08088605 | -129.07829800 | -129.07583693 | -129.07349176 | -129.07125295 | -129.06911224 | -129.06706188
aug-cc-pVQZ | -128.97734232 | -129.11770252 | -129.11332581 | -129.10930482 | -129.10558326 | -129.10211753 | -129.09887332 | -129.09581765 | -129.09294078 | -129.09021750 | -129.08763275 | -129.08517387 | -129.08283005 | -129.08059201 | -129.07845164 | -129.07640138
aug-cc-pV5Z -128.97929403 | -129.11961198 | -129.11523790 | -129.11122052 | -129.10750317 | -129.10404191 | -129.10080214 | -129.09775072 | -129.09487770 | -129.09215778 | -129.08957588 | -129.08711933 | -129.08477739 | -129.08254079 | -129.08040152 | -129.07835210
daug-cc-pVDZ | -128.93597582 | -129.07640621 | -129.07198742 | -129.06793890 | -129.06420103 | -129.06072724 | -129.05748078 | -129.05442617 | -129.05155338 | -129.04883526 | -129.04625598 | -129.04380232 | -129.04146318 | -129.03922911 | -129.03709195 | -129.03504429
daug-cc-pVTZ | -128.96855933 | -129.10895859 | -129.10457095 | -129.10054061 | -129.09681154 | -129.09334011 | -129.09009186 | -129.08703333 | -129.08415500 | -129.08143111 | -129.07884634 | -129.07638783 | -129.07404461 | -129.07180727 | -129.06966762 | -129.06761804
daug-cc-pVQZ | -128.97742372 | -129.11776018 | -129.11338583 | -129.10936720 | -129.10564795 | -129.10218442 | -129.09894228 | -129.09588855 | -129.09301344 | -129.09029173 | -129.08770838 | -129.08525070 | -129.08290793 | -129.08067076 | -129.07853114 | -129.07648150
daug-cc-pV5Z | -128.97930054 | -129.11961834 | -129.11524413 | -129.11122664 | -129.10750920 | -129.10404787 | -129.10080806 | -129.09775662 | -129.09488361 | -129.09216370 | -129.08958183 | -129.08712532 | -129.08478342 | -129.08254687 | -129.08040765 | -129.07835828
mrchem -128.97957202 | -129.30840340 | -129.23910815 | -129.19606429 | -129.16817065 | -129.14926005 | -125.65604841 | N/A -125.64877211 | -125.64545955 | -129.10684087 | N/A -125.63663072 | -129.09494770 | -129.09175143 | -129.08881103
variational -128.97957202 | -127.94366152 | -127.80666266 | -127.89467003 | -128.08463229 | -128.30286976 | -125.65604841 | N/A -125.64877211 | -125.64545955 | -128.99997943 | -129.04807013 | -125.63663072 | -129.09192291 | -129.09686995 | -129.09535419
Table A.3: Total Energy of CN . Radius in top row in Bohr and energies in Hartree

gas phase £ 3.6 3.7 3.8 3.9 4 4.1 4.2 4.3 4.4 4.5 4.6 4.7 4.8 4.9 5

-02.29864284 | -92.42518904 | -92.42452162 | -92.42341526 | -92.42196252 | -92.42024421 | -92.41832939 | -92.41633101 | -92.41417889 | -92.41197573 | -92.40975255 | -92.40753371 | -92.40533792 | -92.40317925 | -92.40106791 | -92.39901903

-92.33347809 | -92.45542928 | -92.45517339 | -92.45447723 | -92.45342397 | -92.45208742 | -92.45053148 | -92.44886979 | -92.44702213 | -92.44509399 | -92.44311647 | -92.44111482 | -92.43910922 | -92.43711563 | -92.43514640 | -92.43322143

-92.34418861 | -92.46360041 | -92.46348894 | -92.46295206 | -92.46206851 | -92.46090766 | -92.45952922 | -92.45804410 | -92.45636692 | -92.45460090 | -92.45277503 | -92.45091307 | -92.44903442 | -92.44715474 | -92.44528658 | -92.44345215

-92.34777982 | -92.46546371 | -92.46540072 | -92.46491932 | -92.46409798 | -92.46300573 | -92.46170178 | -92.46029557 | -92.45870265 | -92.45702426 | -92.45528821 | -92.45351698 | -92.45172860 | -92.44993745 | -92.44815488 | -92.44640282

aug-cc-pVDZ
aug-cc-pVTZ
aug-cc-pVQZ
aug-cc-pVhZ

-92.32425138
-92.34261527
-92.34795099
-92.34899223

-92.44054287
-92.45927499
-92.46468232
-92.46575090

-92.44055083
-92.45923185
-92.46463177
-92.46569997

-92.44014062
-92.45877305
-92.46416594
-92.46523293

-92.43938830
-92.45797664
-92.46336288
-92.46442789

-92.43836121
-92.45691122
-92.46229122
-92.46335368

-92.43711762
-92.45563562
-92.46100982
-92.46206941

-92.43576686
-92.45425837
-92.45962737
-92.46068413

-92.43422429
-92.45269600
-92.45806015
-92.45911414

-92.43259173
-92.45104886
-92.45640870
-92.45746030

-92.43089768
-92.44934456
-92.45470071
-92.45575037

-92.42916545
-92.44760547
-92.45295854
-92.45400676

-92.42741386
-92.44584954
-92.45120016
-92.45224741

-92.42565803
-92.44409109
-92.44943985
-92.45048652

-92.42390993
-92.44234142
-92.44768887
-92.44873528

-92.42219185
-92.44062232
-92.44596887
-92.44701524

daug-cc-pVDZ
daug-cc-pVTZ
daug-cc-pVQZ

-92.32449215
-92.34276370
-92.34796465

-92.44081520
-92.45943743
-92.46470319

-92.44083352
-92.45939037
-92.46465237

-92.44043468
-92.45892792
-92.46418617

-92.43969425
-92.45812841
-92.46338263

-92.43867901
-92.45706065
-92.46231041

-92.43744665
-92.45578360
-92.46102841

-92.43610652
-92.45440574
-92.45964543

-92.43457260
-92.45284370
-92.45807771

-92.43294686
-92.45119764
-92.45642591

-92.43125768
-92.44949502
-92.45471772

-92.42952828
-92.44775803
-92.45297553

-92.42777760
-92.44600445
-92.45121730

-92.42602087
-92.44424844
-92.44945729

-92.42427027
-92.44250115
-92.44770671

-92.42254862
-92.44078431
-92.44598720

daug-cc-pV5Z | -92.34899508 | -92.46575632 | -92.46570539 | -92.46523830 | -92.46443316 | -92.46335881 | -92.46207437 | -92.46068894 | -92.45911875 | -92.45746470 | -92.45575455 | -92.45401073 | -92.45225117 | -92.45049009 | -92.44873867 | -92.44701850
mre -92.34915025 | -92.47169819 | -92.47096945 | -92.47009163 | -92.46901744 | -89.96494894 | -92.46633735 | N/A -92.46308696 | N/A -89.95357713 | -92.45765347 | N/A -92.45392744 | -89.94500904 | -92.45021247
variational -92.34915025 | -97.69384551 | -97.34733599 | -96.99113803 | -96.63009219 | -96.27109148 | -95.92039948 | N/A -95.26344437 | N/A -94.67764617 | -94.43154394 | -94.19947559 | -93.98956749 | -93.80050934 | -93.63246166
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Table A.6: Reaction field energy of HoO. Radius on top

row in Bohr and energies in Hartree

Basis 3.6 3.7 3.8 3.9 4.0 4.1 4.2 4.3 44 4.5 4.6 4.7 4.8 4.9 5.0
ce-pVDZ -0.01245017 | -0.01099786 | -0.00978039 | -0.00874992 | -0.00787004 | -0.00711277 | -0.00645730 | -0.00588443 | -0.00538158 | -0.00493780 | -0.00454422 | -0.00419359 | -0.00387993 | -0.00359826 | -0.00334473
ce-pVTZ -0.01309700 | -0.01154523 | -0.01024327 | -0.00914118 | -0.00820070 | -0.00739219 | -0.00669387 | -0.00608431 | -0.00555044 | -0.00508041 | -0.00466458 | -0.00429507 | -0.00396536 | -0.00367004 | -0.00340491
cc-pVQZ -0.01321784 | -0.01165053 | -0.01033425 | -0.00921916 | -0.00826703 | -0.00744819 | -0.00674102 | -0.00612350 | -0.00558271 | -0.00510669 | -0.00468571 | -0.00431175 | -0.00397823 | -0.00367963 | -0.00341173
cc-pVhZ -0.01328422 | -0.01171314 | -0.01039291 | -0.00927373 | -0.00831745 | -0.00749448 | -0.00678343 | -0.00616200 | -0.00561750 | -0.00513801 | -0.00471381 | -0.00433690 | -0.00400067 | -0.00369962 | -0.00342953
aug-cc-pVDZ | -0.01319027 | -0.01163442 | -0.01032775 | -0.00922036 | -0.00827413 | -0.00745956 | -0.00675533 | -0.00613958 | -0.00559965 | -0.00512382 | -0.00470252 | -0.00432790 | -0.00399349 | -0.00369387 | -0.00342491
aug-cc-pVTZ | -0.01323791 | -0.01167000 | -0.01035257 | -0.00923583 | -0.00828166 | -0.00746049 | -0.00675103 | -0.00613091 | -0.00558756 | -0.00510907 | -0.00468576 | -0.00430967 | -0.00397421 | -0.00367389 | -0.00340451
aug-cc-pVQZ | -0.01322114 | -0.01165454 | -0.01033831 | -0.00922267 | -0.00826951 | -0.00744930 | -0.00674073 | -0.00612144 | -0.00557885 | -0.00510107 | -0.00467841 | -0.00430291 | -0.00396799 | -0.00366815 | -0.00339921
aug-cc-pVHZ -0.01322306 | -0.01165463 | -0.01033715 | -0.00922075 | -0.00826720 | -0.00744685 | -0.00673830 | -0.00611921 | -0.00557688 | -0.00509940 | -0.00467703 | -0.00430182 | -0.00396716 | -0.00366756 | -0.00339882
daug-cc-pVDZ | -0.01322826 | -0.01166484 | -0.01035150 | -0.00923830 | -0.00828706 | -0.00746822 | -0.00676047 | -0.00614167 | -0.00559922 | -0.00512130 | -0.00469829 | -0.00432229 | -0.00398676 | -0.00368625 | -0.00341661
daug-cc-pVTZ | -0.01324280 | -0.01167487 | -0.01035709 | -0.00923979 | -0.00828494 | -0.00746306 | -0.00675292 | -0.00613216 | -0.00558823 | -0.00510925 | -0.00468553 | -0.00430910 | -0.00397339 | -0.00367287 | -0.00340335
daug-cc-pVQZ | -0.01322276 | -0.01165622 | -0.01033999 | -0.00922433 | -0.00827111 | -0.00745080 | -0.00674212 | -0.00612270 | -0.00557998 | -0.00510206 | -0.00467927 | -0.00430365 | -0.00396862 | -0.00366869 | -0.00339968
daug-cc-pV5Z | -0.01322360 | -0.01165503 | -0.01033745 | -0.00922099 | -0.00826740 | -0.00744703 | -0.00673846 | -0.00611935 | -0.00557701 | -0.00509950 | -0.00467712 | -0.00430189 | -0.00396720 | -0.00366758 | -0.00339883
mrchem -0.01803648 | -0.01549431 | -0.01343659 | -0.01175089 | -0.01035373 | -0.00918648 | -0.00819918 | -0.00735770 | -0.00663393 | -0.00600921 | -0.00546467 | -0.00498791 | -0.00456817 | -0.00419678 | 1.39745748
variational -0.17939296 | -0.09288892 | -0.02280693 | 0.03343679 | 0.07799333 | 0.11245532 | 0.13945012 | 0.15926968 | 0.17366527 | 0.18346729 | 0.18957143 | 0.19266318 | 0.19337582 | 0.19216932 | 1.50117865
Table A.7: Reaction field energy of NO'. Radius on top row in Bohr and energies in Hartree
Basis 3.6 3.7 3.8 3.9 4 4.1 4.2 4.3 4.4 4.5 4.6 4.7 4.8 4.9 5
cc-pVDZ -0.14057882 | -0.13613095 | -0.13205860 | -0.12830165 | -0.12481290 | -0.12155491 | -0.11849085 | -0.11561166 | -0.11288886 | -0.11030618 | -0.10785011 | -0.10550927 | -0.10327402 | -0.10113605 | -0.09908778
cc-pVTZ -0.14063524 | -0.13620869 | -0.13214399 | -0.12838513 | -0.12488828 | -0.12161866 | -0.11854170 | -0.11564894 | -0.11291339 | -0.11031932 | -0.10785347 | -0.10550452 | -0.10326274 | -0.10111970 | -0.09906744
cc-pVQZ -0.14042376 | -0.13604247 | -0.13201651 | -0.12828979 | -0.12481889 | -0.12156963 | -0.11850906 | -0.11562774 | -0.11290037 | -0.11031196 | -0.10784983 | -0.10550318 | -0.10326269 | -0.10112025 | -0.09906818
ce-pVbZ -0.14032002 | -0.13594642 | -0.13192931 | -0.12821210 | -0.12475086 | -0.12151103 | -0.11845949 | -0.11558632 | -0.11286621 | -0.11028411 | -0.10782736 | -0.10548521 | -0.10324841 | -0.10110894 | -0.09905934
aug-cc-pVDZ | -0.14050520 | -0.13606377 | -0.13199659 | -0.12824357 | -0.12475771 | -0.12150180 | -0.11843962 | -0.11556152 | -0.11283964 | -0.11025784 | -0.10780268 | -0.10546282 | -0.10322862 | -0.10109180 | -0.09904474
aug-cc-pVTZ | -0.14047704 | -0.13607544 | -0.13203290 | -0.12829329 | -0.12481289 | -0.12155709 | -0.11849210 | -0.11560865 | -0.11288063 | -0.11029258 | -0.10783152 | -0.10548634 | -0.10324753 | -0.10110682 | -0.09905646
aug-cc-pVQZ | -0.14036020 | -0.13598348 | -0.13196250 | -0.12824094 | -0.12477521 | -0.12153099 | -0.11847532 | -0.11559846 | -0.11287518 | -0.11029043 | -0.10783155 | -0.10548773 | -0.10324968 | -0.10110932 | -0.09905906
aug-cc-pVoZ -0.14031795 | -0.13594388 | -0.13192649 | -0.12820914 | -0.12474788 | -0.12150811 | -0.11845670 | -0.11558368 | -0.11286376 | -0.11028185 | -0.10782531 | -0.10548336 | -0.10324677 | -0.10110749 | -0.09905807
daug-cc-pVDZ | -0.14043038 | -0.13601160 | -0.13196308 | -0.12822520 | -0.12475142 | -0.12150496 | -0.11845035 | -0.11557755 | -0.11285944 | -0.11028015 | -0.10782650 | -0.10548736 | -0.10325328 | -0.10111613 | -0.09906846
daug-cc-pVTZ | -0.14039926 | -0.13601162 | -0.13198128 | -0.12825221 | -0.12478078 | -0.12153253 | -0.11847399 | -0.11559567 | -0.11287177 | -0.11028701 | -0.10782850 | -0.10548528 | -0.10324793 | -0.10110828 | -0.09905870
daug-cc-pVQZ | -0.14033646 | -0.13596211 | -0.13194348 | -0.12822423 | -0.12476071 | -0.12151857 | -0.11846483 | -0.11558972 | -0.11286801 | -0.11028466 | -0.10782699 | -0.10548421 | -0.10324704 | -0.10110742 | -0.09905778
daug-cc-pV5HZ | -0.14031780 | -0.13594360 | -0.13192610 | -0.12820866 | -0.12474733 | -0.12150752 | -0.11845609 | -0.11558307 | -0.11286316 | -0.11028129 | -0.10782479 | -0.10548288 | -0.10324634 | -0.10110711 | -0.09905774
mrchem -0.32883138 | -0.25953612 | -0.21649226 | -0.18859863 | -0.16968803 -0.12726885 -0.11537568 | -0.11217941 | -0.10923900
variational 1.03591050 | 1.17290937 | 1.08490199 | 0.89493973 | 0.67670226 | 3.32352362 N/A | 3.33079991 | 3.33411248 | -0.02040741 | -0.06849810 | 3.34294130 | -0.11235089 | -0.11729793 | -0.11578217
Table A.8: Reaction field energy of CN . Radius on top row in Bohr and energies in Hartree

Basis 3.6 3.7 3.8 3.9 4 4.1 4.2 4.3 4.4 4.5 4.6 4.7 4.8 4.9 5

cc-pVDZ -0.12654620 | -0.12587879 | -0.12477243 | -0.12331968 | -0.12160138 | -0.11968655 | -0.11768818 | -0.11553605 | -0.11333289 | -0.11110971 | -0.10889087 | -0.10669508 | -0.10453641 | -0.10242507 | -0.10037619 | -0.11581532 | -0.11128108
cc-pVTZ -0.12195119 | -0.12169531 | -0.12099914 | -0.11994589 | -0.11860933 | -0.11705339 | -0.11539170 | -0.11354405 | -0.11161590 | -0.10963838 | -0.10763673 | -0.10563113 | -0.10363754 | -0.10166831 | -0.09974334 | -0.11421917 | -0.11019738
cc-pVQZ -0.11941180 | -0.11930032 | -0.11876345 | -0.11787990 | -0.11671904 | -0.11534060 | -0.11385549 | -0.11217831 | -0.11041229 | -0.10858641 | -0.10672446 | -0.10484581 | -0.10296613 | -0.10109797 | -0.09926353 | -0.11297662 | -0.10925196
ce-pVHZ -0.11768389 | -0.11762090 | -0.11713950 | -0.11631816 | -0.11522591 | -0.11392196 | -0.11251575 | -0.11092283 | -0.10924444 | -0.10750839 | -0.10573716 | -0.10394878 | -0.10215763 | -0.10037506 | -0.09862300 | -0.11175803 | -0.10823375
aug-cc-pVDZ | -0.11629149 | -0.11629945 | -0.11588924 | -0.11513692 | -0.11410983 | -0.11286624 | -0.11151548 | -0.10997292 | -0.10834035 | -0.10664631 | -0.10491407 | -0.10316249 | -0.10140666 | -0.09965855 | -0.09794047 | -0.11087798 | -0.10741592
aug-cc-pVTZ | -0.11665972 | -0.11661657 | -0.11615778 | -0.11536136 | -0.11429595 | -0.11302035 | -0.11164309 | -0.11008073 | -0.10843359 | -0.10672929 | -0.10499020 | -0.10323427 | -0.10147581 | -0.09972614 | -0.09800705 | -0.11093450 | -0.10749072
aug-cc-pVQZ | -0.11673133 | -0.11668078 | -0.11621495 | -0.11541189 | -0.11434023 | -0.11305883 | -0.11167638 | -0.11010916 | -0.10845771 | -0.10674972 | -0.10500755 | -0.10324917 | -0.10148886 | -0.09973788 | -0.09801788 | -0.11094754 | -0.10748930
aug-cc-pV5Z -0.11675867 | -0.11670774 | -0.11624070 | -0.11543566 | -0.11436145 | -0.11307718 | -0.11169191 | -0.11012192 | -0.10846808 | -0.10675815 | -0.10501454 | -0.10325518 | -0.10149430 | -0.09974305 | -0.09802301 | -0.11097029 | -0.10750835
daug-cc-pVDZ | -0.11632305 | -0.11634138 | -0.11594254 | -0.11520210 | -0.11418686 | -0.11295450 | -0.11161437 | -0.11008045 | -0.10845472 | -0.10676553 | -0.10503614 | -0.10328545 | -0.10152873 | -0.09977813 | -0.09805647 | -0.11099781 | -0.10754003
daug-cc-pVTZ | -0.11667373 | -0.11662666 | -0.11616422 | -0.11536470 | -0.11429695 | -0.11301989 | -0.11164204 | -0.11008000 | -0.10843394 | -0.10673132 | -0.10499433 | -0.10324075 | -0.10148474 | -0.09973745 | -0.09802061 | -0.11094507 | -0.10750902
daug-cc-pVQZ | -0.11673854 | -0.11668771 | -0.11622152 | -0.11541798 | -0.11434575 | -0.11306375 | -0.11168078 | -0.11011306 | -0.10846125 | -0.10675306 | -0.10501088 | -0.10325265 | -0.10149264 | -0.09974206 | -0.09802255 | -0.11094845 | -0.10749185
daug-cc-pV5Z | -0.11676124 | -0.11671031 | -0.11624321 | -0.11543807 | -0.11436372 | -0.11307929 | -0.11169386 | -0.11012366 | -0.10846961 | -0.10675947 | -0.10501564 | -0.10325608 | -0.10149501 | -0.09974359 | -0.09802341 | -0.11097408 | -0.10751067
mrchem -0.12254794 | -0.12181920 | -0.12094138 | -0.11986719 -0.11718710 N/A | -0.11393670 N/A -0.10850322 N/A | -0.10477718 -0.10106222 | -0.11376103 N/A
variational -5.34469526 | -4.99818574 | -4.64198778 | -4.28094194 | -3.92194122 | -3.57124923 N/A | -2.91429412 N/A | -2.32849592 | -2.08239369 | -1.85032534 | -1.64041723 | -1.45135909 | -1.28331141 | -3.05118390 | -2.42389132




Basis gas phase F R=vdwx12| R+ 0.2

cc-pVDZ -207.99616289 | -208.01040179 | -208.00814905
cc-pVTZ -208.05993722 | -208.07499198 | -208.07263760
ce-pVQRZ -208.07568572 | -208.09100701 | -208.08864351
cc-pVhHZ -208.07958414 | -208.09495792 | -208.09259553
aug-cc-pVDZ | -208.01289874 | -208.02840106 | -208.02600367
aug-cc-pV'TZ | -208.06363709 | -208.07902704 | -208.07666608
aug-cc-pVQZ | -208.07677471 | -208.09212622 | -208.08977064
aug-cc-pVdZ | -208.07974233 | -208.09509647 | -208.09273570

daug-cc-pVDZ
daug-cc-pVTZ
daug-cc-pVQZ
daug-cc-pV5Z

-208.01390429
-208.06394178
-208.07684910
b

-208.02935006
-208.07931599
-208.09220249

-208.02695457
-208.07695391
-208.08984495

mrchem
variational

-208.08017977
-208.08017977

-208.09767608
-210.77259049

-208.09479511
-209.84193252
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Table A.9: Total energies for CH3 CONHy with molecular shaped cavity, radii in Bohr
and energies in Hartree

Basis R=vdw*12| R + 0.2 ‘
cc-pVDZ -76.03545667 | -76.03391682
cc-pVTZ -76.06602470 | -76.06443065
cc-pVQZ -76.07367749 | -76.07208832
cc-pVhZ -76.07593194 | -76.07434960
aug-cc-pVDZ -76.05031036 | -76.04872816
aug-cc-pVTZ -76.06942047 | -76.06784671
aug-cc-pVQZ -76.07476625 | -76.07319603
aug-cc-pVhZ -76.07608931 | -76.07451471

daug-cc-pVDZ
daug-cc-pV'TZ
daug-cc-pVQZ
daug-cc-pV5Z

-76.05079835
-76.06951976
-76.07479262
-76.07609362

-76.04920787
-76.06794328
-76.07322153
-76.07451872

Table A.10: Total energies for HoO with molecular shaped cavity

mrchem
variational

-76.07766927
-76.38690086

-76.07575971
-76.20453544
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Basis R=vdw*12 | R + 0.2

cc-pVDZ -129.05771485 | -129.05081346
cc-pVTZ -129.09602536 | -129.08913108
cc-pVQZ -129.10611331 | -129.09925769
cc-pVhHZ -129.10825575 | -129.10142747
aug-cc-pVDZ | -129.06402725 | -129.05721593
aug-cc-pVTZ | -129.09702058 | -129.09016851
aug-cc-pVQZ | -129.10636989 | -129.09952705
aug-cc-pVhZ -129.10829226 | -129.10146332
daug-cc-pVDZ | -129.06486302 | -129.05805796
daug-cc-pVTZ | -129.09756228 | -129.09072176

daug-cc-pVQZ
daug-cc-pV5Z

-129.10644180
-129.10829964

-129.09960328
-129.10147033

mrchem
variational

-129.11368615
-129.16283468

-129.10627004
-129.13294308

Table A.11: Total energies for NO™ with molecular shaped cavity

Basis R=vdwx*12| R + 0.2 ‘
cc-pVDZ -92.41445816 | -92.40992391
cc-pVTZ -92.44769726 | -92.44367546
cc-pVQZ -92.45716524 | -92.45344058
cc-pVhHZ -92.45953785 | -92.45601357
aug-cc-pVDZ -92.43512935 | -92.43166729
aug-cc-pV'TZ -92.45354978 | -92.45010599
aug-cc-pVQZ -92.45889853 | -92.45544029
aug-cc-pVbhZ -92.45996252 | -92.45650057

daug-cc-pVDZ

-92.43548996

-92.43203218

daug-cc-pVTZ | -92.45370877 | -92.45027272
daug-cc-pVQZ | -92.45891310 | -92.45545650
daug-cc-pV5Z -92.45996917 | -92.45650576
mrchem -92.46291128 | N/A

variational -95.40033415 | -94.77304157

Table A.12: Total energies for CN~ with molecular shaped cavity



Basis R =vdw*1.2 | Vdw+0.2 ‘
cc-pVDZ -0.00881874 | -0.00727889
cc-pVTZ -0.00905358 | -0.00745953
cc-pVQZ -0.00904675 | -0.00745758
cc-pVhZ -0.00904362 | -0.00746128
aug-cc-pVDZ -0.00904491 | -0.00746271
aug-cc-pVTZ -0.00899134 | -0.00741758
aug-cc-pVQZ -0.00896485 | -0.00739463
aug-cc-pVhZ -0.00897029 | -0.00739568
daug-cc-pVDZ -0.00905495 | -0.00746447
daug-cc-pVTZ -0.00899654 | -0.00742006
daug-cc-pVQZ -0.00896847 | -0.00739738
daug-cc-pV5Z -0.00897112 | -0.00739623
mrchem -0.01038606 | -0.00847650
variational -0.31961766 | -0.13725224

Table A.13: Reaction field energies for H,O with molecular shaped cavity

Basis R =vdwx1.2 | Vdw 40.2

cc-pVDZ -0.12928814 | -0.12238674
cc-pVTZ -0.12916234 | -0.12226806
cc-pVQZ -0.12908887 | -0.12223324
cc-pVhZ -0.12900377 | -0.12217549
aug-cc-pVDZ -0.12887447 | -0.12206315
aug-cc-pV'TZ -0.12901516 | -0.12216309
aug-cc-pVQZ -0.12902757 | -0.12218473
aug-cc-pVbhZ -0.12899823 | -0.12216930
daug-cc-pVDZ -0.12888719 | -0.12208214
daug-cc-pVTZ -0.12900294 | -0.12216243
daug-cc-pVQZ -0.12901808 | -0.12217956
daug-cc-pVHZ -0.12899910 | -0.12216979
mrchem -0.13411413 | -0.12669802
variational -0.18326265 | -0.15337106

Table A.14: Reaction field energies for NO™ with molecular shaped cavity
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Basis R=vdwx12 | Vdw + 0.2 ‘
ce-pVDZ -0.11581532 | -0.11128108
ce-pVTZ -0.11421917 | -0.11019738
cc-pVQZ -0.11297662 | -0.10925196
cc-pVhZ -0.11175803 | -0.10823375
aug-cc-pVDZ -0.11087798 | -0.10741592
aug-cc-pVTZ -0.11093450 | -0.10749072
aug-cc-pVQZ -0.11094754 | -0.10748930
aug-cc-pV5Z -0.11097029 | -0.10750835
daug-cc-pVDZ -0.11099781 | -0.10754003
daug-cc-pVTZ -0.11094507 | -0.10750902
daug-cc-pVQZ -0.11094845 | -0.10749185
daug-cc-pV5Z -0.11097408 | -0.10751067
mrchem -0.11376103 N/A
variational -3.05118390 | -2.42389132

Table A.15: Reaction field energies for CN~ with molecular shaped cavity

Basis R =vdw*1.2 | Vdw+0.2
cc-pVDZ -0.01423889 | -0.01198616
cc-pVTZ -0.01505476 | -0.01270038
cc-pVQZ -0.01532129 | -0.01295779
ce-pVbhZ -0.01537378 | -0.01301139
aug-cc-pVDZ -0.01550232 | -0.01310493
aug-cc-pVTZ -0.01538995 | -0.01302900
aug-cc-pVQZ -0.01535152 | -0.01299593
aug-cc-pVbhZ -0.01535415 | -0.01299338
daug-cc-pVDZ -0.01544577 | -0.01305028
daug-cc-pVTZ -0.01537421 | -0.01301212
daug-cc-pVQZ -0.01535340 | -0.01299585
daug-cc-pV5Z | N/A N/A |
mrchem -0.01749631 | -0.01461535
variational -2.69241073 | -1.76175275

Table A.16: Reaction field energies for CH3 CONH;y with molecular shaped cavity

DATA TABLES
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Figure B.1: Reaction field energy of H,O in a water solution, calculated with relative
precision e — 05 in MRCHEM and with different basis sets in Gaussian
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Figure B.2: Reaction field energy of Lit in a water solution, calculated with relative
precision e — 05 in MRCHEM and with different basis sets in Gaussian
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Figure B.3: Relative difference between the Reaction field energy of HyO in a water

solution calculated with with relative precision e — 05 in MRCHEM and with different
basis sets in Gaussian
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Figure B.4: Relative difference between the Reaction field energy ofLi* in a water solution

calculated with relative precision e — 05 in MRCHEM and with different basis sets in
Gaussian
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Figure B.5: Relative difference between the Reaction field energy of HoO] with a shifted

radius by 0.2 Bohr in a water solution calculated with with relative precision e — 05 in
MRCHEM and with different basis sets in Gaussian
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Figure B.6: Relative difference between the Reaction field energy of Li* with a shifted

radius by 0.2 Bohr in a water solution calculated with relative precision e — 05 in
MRCHEM and with different basis sets in Gaussian
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Figure B.7: Reaction field energy of NO' in a water solution, calculated with
MRCHEM and with different basis sets in Gaussian
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Figure B.8: Reaction field energy of CN~ in a water solution, calculated with
MRCHEM and with different basis sets in Gaussian


https://github.com/MRChemSoft/mrchem
https://github.com/MRChemSoft/mrchem
https://github.com/MRChemSoft/mrchem
https://github.com/MRChemSoft/mrchem

86 APPENDIX B. TEST FIGURES

0.7
0.6
0.5
= 04
5
2 o3
0.2
]
01 ey
36 37 38 38 4 41 42 43 44 45 46 47 48 49 5
0
Radius in Bohr
= CC_pVOZ == CC_pviz CC_{V(Z === CC_pv5Z
(a) MRCHEM against normal basis sets
0.7
0.6
0.5
e 0.4
5
£ o3
0.2
W
01 e
36 37 38 38 4 41 42 43 44 45 46 47 48 49 5
0
Radius in Bohr
= aug_cC_pvdz == aug_cc_pviz aug_cc_pvgz =—k— aug_cc_pvsz
(b) MRCHEM against augmented basis sets
0.7
0.6
0.5
= -04
=
£ o3
-0.2
W
01 ey
36 37 38 38 4 41 42 43 44 45 46 47 48 49 5
0
Radius in Bohr
=l flalg_cc_pyvdz == daug_cc_pviz daug_cc_pvgZz =l daug_cc_pv5z

(c) MRCHEM against double augmented augmented basis sets

Figure B.9: Relative difference between the Reaction field energy of NO™ in a water
solution calculated with MRCHEM and with different basis sets in Gaussian
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Figure B.10: Relative difference between the Reaction field energy of CN™ in a water
solution calculated with MRCHEM and with different basis sets in Gaussian
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