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1 Introduction

In today’s world of chemistry using quantum mechanical calculations for analysing reactions and
predicting reaction pathways has become a standard procedure. Calculations are often used to sup-
port the experimental data found as well as to rationalize proposed reaction pathways. Furthermore
notions exist, that calculations could to some extend replace traditional chemical experimentation
in the future [1]. Therefore it is required for calculations to be as quick and efficient as possible to
be suitable for everyday use.

As it is a dominating part of the Schrodinger equation, and equations derived from it, the wave
function plays a substantial role in this process. Most methods in quantum chemistry start with
an optimization of the given systems wave function with respect to it’s energy, making this one
of the most basic steps in quantum chemical calculations. Thus, improvements in this field are

greatly beneficial in the above mentioned endeavor.

Wave function optimization is often done via a self-consistent field (SCF) process, employing
an iterative procedure to optimize an eigenfunction until self-consistency is reached. Since each
iteration in the iterative procedure takes time, minimizing the number of iterations needed for the
algorithm to converge is a key challenge [2]. Several widely accepted strategies for acceleration of

this process exist [3], each with different advantages and disadvantages.

Exploring a different approach, this report introduces the so-called Kriging procedure [4] into
wave function optimization. This process is a strategy using a surrogate model. This has al-
ready been successfully explored in geometry optimization [5, 6]. Here, each specific geometry of
the molecule can be attributed a specific energy. Portraying this within a coordinate system, each
point relates to a specific geometry and thus from these points, an energy surface can be built. One
then tries to find the minimum on this energy surface in order to optimize the geometry in respect

to it’s energy. However, evaluating the real energy surface is expensive since it is accompanied by



extensive quantum mechanical calculations. Thus, a model of the energy surface is created, which
then is a known function and therefore easily accessible. By first finding the minimum on this
surrogate model, the number of steps it takes to find the minimum on the real surface is reduced.
As major features exhibit similarities between the two processes, the same approach is suggested

for wave function optimization [7].

After shortly touching the theory of two widely accepted methods, Kriging and its use within
the SCF procedure is further explained. A short demonstration of the method is given with the
example of Hy. Afterwards, optimizations of parameters and benchmarking results for a small test
suite of molecules are presented, as well as advantages and disadvantages to conventional methods

discussed.

2 Theory

Prior to an explanation of the methods touched in this section, a significant difference between
them has to be addressed: the solution vector. While the identity of this vector is the main goal

for all methods, it is differently optimized. This is shortly expanded upon below.

All of the methods discussed in this report are wave function based and as such, the Schrédinger

equation

HV = BV (1)

plays a central role. Using the variational principle, one tries to optimize the wave function in
such a way, that the energy resulting from equation 1 is minimized.

Several strategies were devised in order to solve this problem and one group of these are Hartree-
Fock type procedure. Here, one of the main assumptions is, that the correct wave function can be

described by a single Slater determinant
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The molecular orbitals 1; can be written as

Vi(E1) = ) cuitu (1) (3)
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with ¢, being the basis functions. These are linearly combined with the help of the molecular or-
bital coefficients c,;. As a result, finding the correct coefficients translates into finding the correct
molecular orbitals and wave function and thus the coefficients are the solution vector that is being
looked for. This is e.g. the case in the DIIS procedure [7] presented in section 2.1. Obtaining a

solution vector, the Fock operator and thus the respective energy can be calculated.

Finding this solution vector is always the goal of the procedure. However, there also exists a
purely variational approach to optimize this vector, which doesn’t require equation 3 to be used
in each iteration. Instead, one works directly with the initial molecular orbitals formed with the
initial molecular orbital coefficients cgi [8]. These are orthonormal and separated in occupied and
unoccupied orbitals. Rotating an occupied and an unoccupied orbital into one another by doing a
unitary matrix transformation, results in new, but still orthonormal orbitals. This can be utilized
in the following way:

Based on the number of molecular orbitals, a multidimensional subspace is formed, in which
each dimension is representing the correlation between an occupied and an unoccupied orbital. An

arbitrary vector,

b (4)

portraying one point in this space, can then be used as the above mentioned unitary matrix,

X a b
-4 X ¢ (5)
b - X

which is used to transform the initial molecular orbitals. The change from matrix to vector and
vice versa is possible, because the parameters a,b and ¢ determine the values of @,b and ¢ as well
as the diagonal X elements.

The orbitals, resulting from this transformation, can then be used to calculate the molecular
orbital coefficients c,; which would be required to linearly build these orbitals from the existing
basis functions. As in DIIS, these orbitals subsequently can be used to calculate the system’s
energy. As such, each point in the multidimensional subspace can be attributed a unique energy
and thus it can be regarded as an energy surface. Hence, finding the energy minimum on this
surface translates into finding the correct molecular orbital coefficients c,;, as both correspond to
the wave function with the lowest energy eigenvalue in equation 1. Thus, the vector optimized

within methods using this technique, is the vector corresponding to the minimum on the above



mentioned energy surface. Both RS-RFO [9] (section 2.2) and Kriging (section 2.3) are methods,

which utilize this alternative optimization route.

In the following subsections, two widely used methods for accelerated optimization are explored.

An introduction into Kriging and its use is given thereafter.

2.1 The direct inversion in the iterative subspace (DIIS) procedure

An intuitive way to reduce the number of steps and thus iterations needed, is to have a better
prediction of the solution vector. Based on this thought, Pulay et al. [7] proposed the DIIS
procedure, which stores information from past iterations in order to better predict the next trial

vector.

Cit1 = Zpici (6)

i=1
Here, c; are the previous solution vectors which are linearly combined in equation 6. Using the
linear combination coefficients p;, one thus obtains the next solution vector c;,; from a combination
of the already previously existing m solution vectors c;. For calculating the combination coefficients

p; the following equations need to be fulfilled.

Spi=1 (7)

i=1
m
Ac = Zpl (Ci+1 - Ci) =0 (8)
i=1
Equation 8 requires the linear combination of the residuum vector of each iteration to be zero
while equation 7 forces the coefficients to sum to 1 i.e. the molecular orbitals are normalized. The
thus following system of linear equations can be solved using a Lagrangian type procedure yield-

ing the coefficients p; which then can be used in equation 6 to approximate the next trial vector [7].

This method proved hugely successful and thus has been thoroughly investigated and expanded
[10, 11, 12, 13]. Over the years it has been applied to many different types of calculations (e.g.
coupled-cluster models [13]), its equations have been solved in a number of different ways [11]
and further improvement spawned new convergence techniques based on the DIIS approach (e.g.
EDIIS [10]). Major differences are e.g. the definition of the residium vector in equation 8. Some
advantages of the method are fast convergence and the fact that the approximate Hessian does

not need to be stored throughout the calculation, saving huge amounts of memory in the process

[7]-



However, as Le Bris and coworkers [14] mention, it can still take a high number of iterations
before convergence is reached which subsequently consumes a lot of memory. They also stress the
need for understanding, that this is a purely ad hoc type of procedure driven by the desire for
faster convergence which is still not rigorously mathematically explainable. Thus, it is not trivial

to improve the convergence behaviour of the existing methods.

2.2 The restricted-step rational function optimization (RS-RFO) pro-

cedure

As mentioned in the beginning of section 2, the RS-RFO procedure only indirectly optimizes the
molecular orbital coefficients and consequently also uses a different way to find them. Instead,
the vector within the multidimensional subspace is optimized. As explained, each point, and thus
vector, in this subspace can be attributed a unique energy. This creates an energy surface and the
goal is to find the minimum of this surface, as it will correspond to the wave function with the
lowest energy in respect to equation 1. This allows one to use the extremely successful restricted
step optimizations. Since changing the vector in the subspace translates into movement on the
energy surface, the trial vectors will be referred to as displacements in future sections. A short

explanation of the techniques used within RS-RFO is presented below.

2.2.1 Restricted optimization

A restricted optimization in general describes the search for a stationary point on a given function
while also fulfilling the constrains imposed by the restriction. In the presented case, one is looking
for the minimum of the system’s energy surface and thus move forward by calculating displace-
ments. By the nature of the approximation (see section 2.2.3), the model gets less accurate the
further one moves from the starting point. Therefore the optimization procedure is constrained

with a maximum step length, imposing a restriction. This ensures the needed degree of accuracy.

2.2.2 Surrogate models

Surrogate model procedures offer an easy and inexpensive way of exploring and predicting prop-
erties of a given function without having to actually calculate them. The process generally works

as shown in figure 1.
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Figure 1: Sketch of the construction of a surrogate model (adapted from [15])

After initial sample points are chosen and the function value of the respective points is obtained,
a surrogate is created. Convergence of this is tested by using any kind of quality test such as R?
or (3 criteria [15]. Depending on the type of function/problem one faces, different strategies can
be utilized to find additional sample points, should the convergence test fail. This procedure is
repeated until enough data is collected for the surrogate model to fulfill the above mentioned
criteria and thus convergence is reached [15].

After successful generation of a fitting model, the resulting surrogate model is a representation
of the actual function. Thus it can then be used to predict the properties of this function without
having to actually calculate it. Even though the creation of the model itself is time consuming,
having an inexpensive approximate of the real function can easily make up for this [15]. This is
especially true, when thinking about quantum mechanical calculations. Being able to calculate the
energy without having to solve the one- and two-electron integrals greatly speeds up the analysation

process.



2.2.3 The rational function optimisation (RFO)

Being a widely used technique to find stationary points on surfaces in general, this method can
also be used for energy surfaces. It was firstly proposed by Banerjee et al. [16]. The search for the
global minimum is begun by deviating from a starting point zy whilst taking small displacement

steps. The neighbouring area is described by the Taylor expansion

1
E(x)=Ey+g'x+ §X+HX + .. 9)

where g denotes the gradient vector and H represents the Hessian matrix. Second order truncation

[16],

1
e=E(x)-FEy=g'x+ §X+HX (10)

and thus approximation of this expansion is used by the Newton-Raphson procedure.

Equation 10 allows one to calculate an approximated energy for a proposed trial vector x =
(z1,...,x,) which represents a displacement from z,. The direction of the step is chosen to be
opposite to the gradient and thus towards the minimum [16]. Equation 10 can further be modified

to a rational function

=FE(x)-Ey=

(11)

where the symmetric matrix S is most often taken as the unit matrix 1 [9]. The matrix denoted in
the numerator is the so-called augmented Hessian consisting of the gradient vector and the Hessian
matrix. Since this is the second order truncation of the Taylor series this represents a surrogate
model with locally limited accuracy. Thus, it can only give an accurate description of the im-
mediate area surrounding z, the so-called ”trust region” [9]. The rational function optimization
is thus controlled by a restricted-step procedure which makes sure the steps taken remain within
this "trust region”. Convergence is reached once a selected convergence criteria is fulfilled e.g. a

certain step length or energy difference.

However, this step restriction can also present a drawback for quick convergence - the minimum is
far away from the starting point of the calculation. In this case, the procedure will need a lot of
iterations just to get near the quadratic region since it will not allow steps bigger than the prede-

termined value. This can be counteracted by dynamically adjusting the trust radius. However, no



matter how large or small the chosen step is, it always remains a guessed value. There is no way

of knowing exactly how large it should be.

2.3 Kriging and its application in the SCF procedure

Kriging is a mathematical procedure originally devised by the South African mining engineer
Danie G. Krige for geostatistics and was further developed by Georges Matheron (see [17] for

further references). It also makes use of a surrogate model, predicting the actual function values.

2.3.1 The Kriging procedure

In the Kriging procedure, a surrogate model is constructed, predicting the energy surface of the

real function and thus offering an inexpensive way to finding its minimum.

In its most general and basic approach, Kriging assumes that the estimated value y(x) is computed

as

y(x) = p+ 3(x) (12)

where p is the so-called trend function which represents the average function value, whereas 6(x)
is the stationary covariance process [17, 4]. Therefore the correlation between the acquired data
points and x is given by §(x). Thus, d(x) describes the local deviation from the constant value of
the trend function based on the local influence of existing sample points.

Since calculating the actual function value is expensive, one ideally wants to use as few sample
points as possible. Despite that, the obtained surrogate model should still have a high degree of
accuracy. As a consequence, obtaining as much data as possible from each calculation is crucial for
the quality of the model. As a result, gradient-enhanced Kriging was developed which also makes
use of the gradient calculated at each sample point. This can normally be done using adjoint
methods, which enriches the model with a significant amount of information at a cost much lower

than a new sample point evaluation [18].

As it contains the data provided by the sample points, part of §(x) is represented by a func-
tion describing the correlation between them. Numerous of these correlation functions have been
suggested and discussed in literature in order to properly describe the coupling of data points (a
selection of functions can be found in source [4]). In this report, a function from the Matérn [19]

class of correlation functions was used, namely
5(12 _\/5
W(d) = (1+\/5a+?)e o (13)
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where d = [Xsampte — Xprediction] and a is the function

[ (Zi.sampte — Tiprediction)?
a/ — d Z ,sample 921 prearction (14>
3 3

depending on the hyperparameters 6; [4], which will be explored further in future sections.

Using equations 12, 13 and 14 one can build a surrogate model in a similar fashion as described
in figure 1. The resulting model is an exact interpolate of the actual function, that is to say the
function values at the sample points are exactly reproduced [17]. In addition to the estimate of
the real functions values, the surrogate model also provides the associated variance of these values.

This is a huge advantage which will be used in a restricted variance procedure.

2.3.2 Implementation into the SCF procedure

As explained in the beginning of section 2, optimization of the wave function can be translated
into finding the displacement on the energy surface, which corresponds to the lowest energy. A

schematic overview of Kriging and comparison to conventional RS-RFO can be seen in figure 2.
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Figure 2: Schematic comparison of RS-RFO (left) and Kriging (right).
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Starting with the known RS-RFO approach (left), the initial coordinates are obtained and
their energy and gradient calculated. Using the guessed Hessian (green) and the RS-RFO routine
(purple), a displacement is chosen. Convergence criteria then check, if a stationary point is reached.
If not, the data point is evaluated and the procedure starts with the next iteration, repeating the
previous steps.

Disregarding some minor differences at first, this is also what happens in the Kriging approach
(right). However, besides this micro loop (yellow outline), there also exists a macro loop, which
also checks for convergence. Important to realise is, that the micro loop operates on the surrogate
model (blue) while the macro loop operates on the real function (red). This conveys, that after the
creation of the surrogate model, a procedure similar to RS-RFO is used to find the lowest energy
on this predicted surface. Afterwards, it is checked whether this minimum is also the minimum of
the real function. If not, the data is taken as an additional sample point, enriching the creation of
the next surrogate model. To phrase it differently, the micro iteration loop is used to determine
the trial displacement for the macro iteration loop. Since the micro loop operates on the surrogate
model, the calculations are very cheap and thus the trial displacement is found very fast.

As conveyed by the yellow outline, the micro loop (right) and RS-RFO approach (left) are very
similar. However, minor yet important differences exist. As the actual function of the surrogate
model is known, it’s Hessian is easily analytically calculated, while this would take a high com-
putational effort when operating on the real function. Thus, the Kriging procedure can make use
of the analytical Hessian (light green) of the surrogate model, while RS-RFO uses the guessed
Hessian (green). Additionally, as described in 2.3.1, the variance of the surrogate model is known
- again in contrast to the real function, where it is not. This allows one to use restricted variance
RFO (purple).

A few advantages of this procedure are listed below:

¢ Kriging is not a second order Taylor expansion approximation. Instead, the mini-
mum if the surrogate model is solely dependant on the quality of the prediction. This entails,
that the size of the steps taken by the macro loop is not limited or artificially chosen but

rather explicitly defined by the surrogate model.

e Use of restricted variance RFO possible. The actual function of the surrogate model
is known which makes it possible to calculate the variance and use it as a step restriction
instead of the step size. This way the procedure has the possibility to take large steps if the

variance is low enough and can thus converge more easily.

e Every sample point adds information. Therefore the surrogate will always get better

with the number of iterations regardless of the step taken. This is in contrast to regular

11



RS-RFO where a wrongly taken step does not advance the search in any way and can be
seen as wasted. This further implies, that with an increasing number of sample points the

surrogate model converges towards the real function.

e Optimization no longer requires an update to the Hessian in each iteration. Since
the Hessian is explicitly described by the surrogate model and analytically calculated in
each micro iteration, the normally needed, approximate Hessian update procedure can be

completely dropped.

2.3.3 Optimization of hyperparameters 6

As briefly mentioned in section 2.3.1, the used correlation function (equation 13) depends on the so-
called hyperparameters, which must be estimated [18]. This can be formally done by maximization
of the associated likelihood function. This will be shortly described below.

The likelihood function: Suppose one has gathered a number of data points, as one does in
Kriging, and based on a set of hyperparameters, a fit to the data has to be made. Choosing a
specific value for each hyperparameter yields a fit, which has a certain probability to accurately
predict the unknown function, the data points were originally based upon. Changing the hyperpa-
rameters values also changes this probability. The function, describing the probability based upon
the variable hyperparameter values, is called the likelihood function. Hence finding its maximum

translates into finding the hyperparameters which most likely yield an accurate fit [20].

However, a maximization of said function becomes highly computational expensive for higher-
dimensional problems [18], which is true in the here presented case and would thus present a

bottleneck for the procedure. Hence, another approach was thought of, using a renowned matrix.

As depicted in figure 2, RS-RFO uses the Hessian to predict the next trial displacement. However,
regarding the size of the problem, calculating this exactly would be a huge computational effort.
By using the orbital energies, a guessed Hessian can be obtained and utilized for this process.
Considering the success of the method, this can thus be seen as a reasonably good approximation
of the real Hessian.

It is thus proposed to select the hyperparameters in such a way, that the Hessian produced by
the surrogate model exactly recreates this guessed Hessian. Since this Hessian seems be often close

to being in a diagonal form, equation 15 [found by coworker Ignacio Fdez. Galvén] is suggested.

5Eapp
‘91' = 1
\ 3 T (15)
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This formula is depending on the diagonal values of the guessed Hessian H;; as well as a specific
value Eapp, which is part of the trend function (see section 3.3 for further explanation). This
formula yields an individual solutions for each hyperparameter #;. Masquerading as an ad hoc type
of suggestion at first, this can be understood as a pseudo-optimization of the likelihood function.
Since the guessed Hessian represents the real Hessian reasonably well, optimizing the hyperparame-

ters such that this Hessian is retained, represents the most likely way of recreating the real function.

However, even though the guessed Hessian is dominantly diagonal, there are significant off-diagonal
elements. These are lost in the above mentioned procedure, as only the diagonal elements are con-
sidered. Hence finding a way to retain this information would suggest an even better fitting
surrogate model.

Thus it is proposed to first diagonalize the guessed Hessian before using it to obtain the hyper-
parameters. The transformation matrix resulting from this diagonalization is subsequently used
to transform displacements and gradients into this new basis before building the surrogate model.
After the evaluation of the surrogate model is finished and a set of displacements is chosen, these
are transformed back into the old basis and can subsequently be evaluated based on the real func-

tion.

Results based on theses different suggestions are presented in section 3.2, whereby the hyper-

parameters will be called [ values from here on out.

3 Results and Discussion

The new procedure has been implemented in the wave function optimization of the open-source

OpenMolcas quantum chemistry program package [21].

By using a suitable example, a visual proof of principle is provided in the following section.
However, using a larger basis set or a more complicated system rapidly inflates the number of
displacement parameters. Hence, beyond the proof of concept, evaluation of the method is done
via the iteration counter.

Following the implementation of the new method, several different ways of choosing parameters or

optimizing values were thought of. A selection is presented here:
e Optimization of the [ values
e Optimization of the trend function

e Number of pre-Kriging calculated sample points

13



While optimizing another parameter, the following settings were used:

e Utilization of the basis transformation enhanced optimization of [ values based on the guessed

Hessian
e [ 4pp was chosen as 1
e Kriging was started after the first iteration

Molecular Structures for benchmarking have been taken from the Baker equilibrium structure test
suite [22]. For all benchmarking calculations the Pople type basis set STO-3G [23] was used.
Comparisons to the previously reflected conventional methods are made and possible advantages
and disadvantages discussed.

A short outlook on remaining challenges is given at the end of the section.

3.1 Proof of concept

In this first section, a short demonstration of the method is given. For this purpose, the wave
function of a Hy-molecule, with a fixed geometry, is optimized, using the Dunning type basis set
cc-pVDZ [24]. With this setup, there are only two virtual orbitals which are able to mix with
one occupied orbital. Thus, only two displacement parameters yield non-zero values, making a

graphical presentation possible.
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Figure 3: Graphical representation of the surrogate and the real energy surface. The x- and y-axis

are the two displacement parameters which have arbitrary values.

Figure 3 shows the start of the respective optimization via Kriging. The real calculated sample
point is given by the blue dot and from its data, the surrogate surface (black) was created to model
the real surface. In order to better illustrate the process, the real energy surface (red) as well as

the minimum of the same (green) is drawn.
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Figure 4: Finding the minimum of the Kriging using RV-RFO. In each picture one more displace-

ment (cyan) is found and evaluated based on the prediction by the surrogate model.
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Now that the surrogate model is constructed, RV-RFO is employed to find its minimum as de-
picted in the micro loop in figure 2. Figure 4 demonstrates this, by showing 6 micro iterations,

operating on the surrogate model.

After the micro loop successfully determines the minimum, the resulting displacement parame-
ter is now used as the next step in the macro cycle (see figure 2). This time, the displacement is

evaluated based on the real function.

Energy

Figure 5: Graphical representation of the surrogate model and the real energy surface with two

sample points.

With the information of the additional sample point, a better surrogate model (see figure 5) can
be built. Compared to figure 3, the minimum in figure 5 visibly offers a better representation of
the real minimum. Continuing this process will thus eventually lead to convergence in the macro
cycle within a few iterations, as the surrogate model converges towards the real function.

When analysing figures 3 and 5 one quickly notices that Kriging is most accurate in the im-
mediate vicinity of the sample point(s) and can quickly diverge from the modeled surface beyond

that. This is of course because Kriging is by construction an exact interpolation. However, this
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doesn’t present a problem, since one only wants to recreate a specific part of the function correctly.
Having said that, one can notice in figure 5, that the region between sample points is modeled
more accurately than beyond. This conveys the idea, that overshooting the real minimum in the
beginning can hugely accelerate the calculation, since in that case the real minimum is interpolated

rather than extrapolated at the subsequent iteration.

3.2 Determining optimal [/ values

As discussed in section 2.3.3, the choice of [ values is as challenging as it is essential for a working
model. Furthermore, equations 13 and 14 dictate the number of [ values to be equal to the
number of displacement parameters. Hence, avoiding the expensive optimization of all [ values by
maximization of the associated likelihood function is a non-trivial challenge.

Considering this, an easy and intuitive first approach is to simply set all [ values to the same
predetermined value, which is empirically optimized. However, even though it is possible to opti-
mize such a value for a specific molecule, it was found to be impossible to determine one, which

works for all molecules of the selected suite let alone in general.

Furthermore, it was discovered, that the [ values are directly dependant on the trend function
mentioned in equation 12, making it impossible, to optimize them on their own. The analytical
Hessian of the surrogate model, however, was found to be in turn hugely influenced by the pre-

selected [ values. This led to the formulation of equation 15 talked about in section 2.3.3.

Implementation of this formula lead to convergence for all molecules in the selected test suite
(see table 1) .
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Molecule Kriging | RS-RFO | DIIS
water 8 7 7
ammonia 7 7 7
ethane 7 7 7
acetylene 6 7 7
allene 9 8 8
hydroxylsulphane 9 9 9
benzene 6 6 6
methylamine 8 8 8
ethanol 8 8 9
acetone 11 11 11
disilyl ether 9 8 10
neopentane 7 8 8
furan 10 10 11

Table 1: Iterations needed for convergence to be achieved for different methods.

Results are very comparable to conventional optimization methods. Note, that they very often

outperform the DIIS procedure.
As an effort to further improve these results, a procedure was sought to also include the infor-

mation stored in the off-diagonal elements of the guessed Hessian. Thus the basis transformation

procedure mentioned in 2.3.3 was thought of and subsequently tested.
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Molecule Basis transformed Kriging | RS-RFO | DIIS
water 7 7 7
ammonia 7 7 7
ethane 7 7 7
acetylene 7 7 7
allene 8 8 8
hydroxylsulphane 9 9 9
benzene 6 6 6
methylamine 8 8 8
ethanol 8 8 9
acetone 10 11 11
disilyl ether 8 8 10
neopentane 7 8 8
furan 9 10 11

Table 2: Iterations needed for convergence to be achieved for different methods.

Table 2 makes it evident, that this new approach is on par with conventional DIIS as well as
RS-RFO in every tested molecule. The number of iterations needed before convergence is reached
are either retained or slightly reduced, which suggests a possible replacement of the conventional

methods.

3.3 Optimizing the trend function

As explained in section 2.3.1 and seen in equation 12, the trend function has an integral role within
the Kriging procedure, which can also be noticed by its in section 3.2 discussed influence on the
[ value. Since it defines the value of the surrogate model at locations, where the influence of the
existing sample points is minimal, it is most influential when few sample points are available. This
is especially true as long as the minimum is extrapolated rather than interpolated. Hence, finding

a good trend function is crucial for getting the most information in the first iterations.
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For the purpose of modeling an energy surface, one has to be certain, that the surrogate model

features a minimum, which is non-trivial, especially if there is only one data point available. Thus,

to ensure this, the trend function has to be set to a value higher than this calculated point, forcing

a minimum somewhere in the vicinity. When adding further sample points, one can additionally

make sure, that the trend function always stays above the highest data point. This is a reasonable

rule, since the limit of the displacement in infinity should be a higher value than any calculated

sample point. As a result, the trend function is set to the value of the highest energy sample point

plus a predetermined value defined as E4pp which has to be optimized. This has been done in

table 3 by choosing a selection of different addition values.

Molecule 0.01 01| 1 |10 100
water 7 T 7T 7
ammonia 7 TN T|T 7
ethane 7 TT|T 7
acetylene 7 T 7T 7
allene 8 8 | 8|8 8
hydroxylsulphane 9 91919 9
benzene 6 6 | 6|6 6
methylamine 8 8 | 8|8 8
ethanol 8 8 | 818 8
acetone - 10 | 10 | 10 | 10
disilyl ether 10 8 | 8|8 8
neopentane 7 TNT|T 7
furan 11 1101919 -

Table 3: Iterations needed for convergence to be achieved for different trend functions.

The procedure shows relatively high robustness concerning changes to the trend function. There

seems to be no noticeable difference for the smallest molecules while bigger ones can show diver-

gence at extreme values. However, it also defines the margin of acceptable convergences as rather
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big. Thus all calculations in this report have been calculated with a value of 1.

3.4 Pre-Kriging calculated sample points

At least one sample point is required in order to construct the surrogate, this is quite intuitive and
rational. However, one can also argue, that taking a second or maybe a few more sample points
before starting with Kriging can be beneficial, since the initial minima on the surrogate might
not provide as much information as sample points found by RS-RFO. Hence it was tested, how
many iterations a calculation takes based on how many RS-RFO steps are taken before Kriging is

started. The results are depicted in table 4.

Molecule 112134567819
water TT T T T - - -
ammonia T 9 77T - - -
ethane TyT T T T T - - -
acetylene TT 6 | T T - - -
allene 8 1819|888 | 8] -] -

hydroxylsulphane | 9 | 9 |10 10| 9 | 9 | 9 | 9 | -

benzene 6| 6| 6| 6] 6 - - - -

methylamine 8 1819|888 | 8| -] -

ethanol 81 819|108 |8 | 8| -] -
acetone 1001011 |11 (1111|1111 |11

disilyl ether 818191988 | 8| -1]-

neopentane TVT LT T8 818 - | -
furan 9 10| 10{10{ 10|10 |10 |10 |10

Table 4: Iterations needed for convergence to be achieved for different number of initial sample

points.

With only one very specific exception, the number of iterations needed for convergence to be
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achieved stay the same or rise for all tested molecules. As a result it can be assumed, that even
with as little information as a single data point, the minimum of the Kriging surface offers more
information than a RS-RFO step. This can be explained, since RS-RFO will rarely overshoot the

minimum and thus the generated sample points still require Kriging to extrapolate.

3.5 Remaining challenges

Even though the presented results seem very promising for Kriging to possible replace the conven-
tional optimizing methods in the future, there are a few remaining challenges which need to be
addressed.

e Overhead added by Kriging increases time consumed in each iteration. While
reducing the amount of iterations needed, Kriging adds overhead to each of them, effectively
prolonging the calculation. The existing code sometimes needs as much as 4 times the time
for converging in contrast to a conventional calculation which may need an iteration more.
This can of course be drastically reduced by addressing the other issues on the list and further
code optimisation. But it has to be kept in mind, that a reduction in iteration numbers is

worth little when convergence takes more time because of overhead.

e Procedure requires storing of at least 2 Hessian-sized matrices. This can quickly
lead to memory problems when dealing with a high amount of dimensions [7], which happens
quite quickly when calculating larger systems. However, having to store both the guessed
Hessian as well as the Kriging Hessian could be avoided by calculating them ”on the fly”
using the corresponding gradient. This method is used already in conventional RS-RFO and

would need some additional coding to be implemented into the new routine.

e Optimization of [ values requires diagonalization of the Hessian. As explained in
section 2.3.3, this needs to be done in order to perfectly replicate the guessed Hessian when
operating on the surrogate model. Additionally one thus has to store the transformation
matrix, converting the displacements and gradients of the surrogate into the new basis of
the guessed Hessians eigenvectors. As a result, there is ultimately a need for an easier and

quicker way of optimising the [ values, while retaining an equal level of accuracy.

e Empirical optimization of the trend function probably not universally optimal.
The number of iterations needed is hugely dependant on the amount of information gathered
in the first sample points. That is, as long as the minimum is extrapolated rather than
interpolated by the model, the outcome is hugely dependant on the trend function. Hence

a possible goal could be to find a way to optimize the trend function non-empirically such
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that the surrogate overshoots the minimum in a favorable way as soon as possible. Thus

interpolation could start earlier and the procedure would converge quicker.

e High dimensionality of the covariance matrix. As it is now, the creation of the surro-
gate model consumes the lion’s share of the time spend on the whole procedure. This can be
accounted to the enormous size of the covariance matrix, which is a part of the stationary
covariance process d(x) mentioned in equation 12. It currently has approximately the size of
the hessian times the square number of sample points. This is a major contrast to the appli-
cation of Kriging in geometry optimization, since here one has way more than 3 dimensions
for each atom. Thus, this increasing size is much sooner, i.e. with much smaller molecules,
a problem in wave function optimization than it is in geometry optimization. Exploring
options to reduce the dimensionality by omitting non-essential information could be the key

to solve this issue, albeit a certain overhead will remain.

4 QOutlook

The results presented in this report make a strong argument for using a surrogate model approach
to find the optimized orbital coefficients. While still being in the stage of development with many
code snips still being improvable, the routine is seemingly on par with conventional calculations
using DIIS and RS-RFO regarding their iteration requirements. Considering the success of the
method in geometry optimization reported by Raggi et al. [25], it is fair to assume that the
challenges listed in section 3.5 can be partially addressed or met completely.

Addressing one of the noted problems, finding a way to retain the present level of accuracy with-
out having to diagonalize the guessed Hessian would be vital for calculations of bigger molecules
and thus presents a worthwhile target for future improvement.

Additionally, as mentioned in section 3.1, Kriging is by construction an exact interpolation,
which in turn suggests that one might want to optimize the trend function such, that it overshoots
the target in the first iteration. Denzel et al. [5] suggest such a procedure in a geometry opti-
mization application of Kriging, intentionally overshooting and thus reaching convergence earlier.
Implementing such a technique in wave function optimization could therefore further enhance the

method’s merits compared to conventional procedures.
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