Chapter 4 ®
An Introduction to Discretization Error Gzt
Analysis for Computational Chemists

Eric Cances

4.1 Introduction

Validation and certification of numerical results is a key issue in all fields involving
computer simulation. The error between the exact and computed values of a given
physical quantity of interest (QOI), e.g. the dissociation energy of a molecule, has
several origins [1]: a model error (resulting from the choice of a computationally
tractable, but not extremely accurate, model, e.g. Kohn-Sham with PBE functional),
a discretization error (resulting from the choice of a finite basis set or a grid), an algo-
rithmic error (due to the choice of stopping criteria in self-consistent field and other
iterative algorithms), an implementation error (due to possible bugs or uncontrolled
round-off errors), a computing error (due to random hardware failures). Quantifying
these different sources of errors is of major importance for two reasons. First, guaran-
teed estimates on these five components of the error would allow one to supplement
the computed value of the QOI returned by the numerical simulation with guaranteed
error bars (certification of the result). Second, this would allow one to choose the
parameters of the simulation (approximate model, discretization parameters, algo-
rithm and stopping criteria, data structures) in an optimal way in order to minimize
the computational effort required to reach the target accuracy (error balancing).

In contrast with the current situation in other fields, such as computational mechan-
ics and engineering sciences [2], neither fully guaranteed error bounds nor black-box
error balancing schemes are available yet for molecular simulation. However, recent
progress has been made on the analysis of the different sources of errors for var-
ious electronic structure models, see e.g. [1, 3—16] and references therein, and in
particular on discretization error, which is the matter of the present chapter.

For the sake of clarity and brevity, we will restrict ourselves to the analysis of the
plane-wave approximation of the Gross-Pitaevskii model. This model was introduced
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in the early 60s to describe the ground state of Bose-Einstein condensates [17].
From a mathematical point of view, it can be seen as a simplified version of the
Kohn-Sham model, involving a single orbital and a very simple mean-field potential.
The discretization error cancellation phenomenon, which plays a crucial role in
electronic structure calculation, will be analyzed in Sect. 4.4. Beforehand, we will
introduce in Sect. 4.2 the key concepts of QOI-related a priori and a posteriori error
estimators leading to post-processing methods, and asymptotic expansions leading
to extrapolation methods.

We will omit the proofs of the rigorous mathematical results mentioned in this
contribution, but we will comment on these results in detail.

4.2 Basic Concepts in Discretization Error Analysis

To clarify what error analysis is about, consider a reference model for which the
ground-state energy is obtained by solving a minimization problem of the form

Ey=inf{&W), ve Z, c(v) =0}, 4.1)

where & : 2~ — R is an energy functional defined on some infinite-dimensional
function space 2, and ¢ : &~ — % represents the constraints on the admissible
states (% is a finite- or infinite-dimensional vector space). Hartree-Fock, Kohn-
Sham, multi-configuration self-consistent field (MCSCF), and many other models
are of the generic form (4.1). For instance, the restricted Hartree-Fock problem for
the helium atom can be written, in atomic units, as (4.1) with

2 2 N2
EW) = /|v| / ALV +2//V(|?_V(r) rdr,

2 =H'(R%),% =Rand c(v) = [, v(r)*dr — 1, where H'(R?) is the Sobolev
space of real-valued functions of R which are square integrable and whose gradient
is square integrable as well:

H' R :={v: R = R||v|3, :=/v(r)2dr+/|Vv(r)|2dr <o00¢. (42)

R3 R3

Likewise, the restricted Kohn-Sham LDA model for a non-magnetic molecular sys-
tem with N, electron pairs can be written as (4.1) with 2" = (H'R¥)"r, &
the space of real, symmetric, N, x N, matrices, and for all v = (¢, -- -, ¢Np) S
(H' (RN,
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Ny 2 2
s =3[ 1veil2+ pvvnuc+ P70 O) 4 g 4 ELPA(p),
i—1 YR R JR? *

Cr-rl

Np
with p,) =23 P and [0yl = [ dioy 1.
i=1 R

Here Vi is the electrostatic potential generated with the nuclei, and ELPA the local
density approximation of the exchange-correlation functional [18].

4.2.1 Variational Approximations

A variational approximation of (4.1) is obtained by choosing a finite-dimensional
subspace 24 of 2" and in considering

Eo y =inf{Ewy), vy € Ly, cv.y) =0}. 4.3)

Obviously, since 2, C Z', we have Ey_y > Ej: the approximate ground-state
energy Ey 4 is an upper bound of the exact ground-state energy Ej.

A particularly important QOI is the ground-state energy Ey. It is, therefore, nat-
ural to try and estimate the error Ey 4, — E( and compare it to other characteristic
energies of the problem (e.g. to kg T') to determine whether the discretization error is
sufficiently small or not. In other cases, the QOI is a function of the minimizer u of
(4.1) (e.g. the dipolar momentum of a neutral molecule is obtained from the ground-
state electronic density, which is itself computed from the Kohn-Sham orbitals). In
such cases, the exact value of the QOI is g (#) while the computed value is g (u_s ),
where ¢ : 2~ — R is a given function, # a minimizer of (4.1), and u_y a minimizer
of (4.3). The error on the QOI to be estimated then is g (u_y ) — g (u).

4.2.2 A Priori Error Analysis

For systematically improvable discretization methods, such as plane-waves (PW) [19—
21], finite-elements [22, 23], or wavelets [24], we can construct a sequence of approx-
imation spaces (2 4 )_y -0 such that

1. for V' <N, Zy C Z y,thatis Z 4 gets larger and larger when ./~ grows;
2. any function of 2" can be approximated arbitrarily well by some function of 2 4
provided .4 is large enough:

Yve 2, min ||v—vyllee — O,
vy €Z N =00

where || - || 2~ is the norm of the function space 2 .
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This can be done by refining the mesh in finite-element methods, and by increasing
the resolution in wavelet methods, or the energy cut-off in PW methods. In the latter
case, ./ is usually the wave-vector cut-off, which is related to the energy cut-off
E., v by the relation E., 4 = /VT7 (in atomic units).

A priori error estimators are results assessing that the computed value of the QOI
converges to the exact value of the QOI when .4 goes to infinity, and providing in
addition convergence rates. A typical such result (which holds true [3] for the PW
discretization of the periodic Kohn-Sham LDA model with pseudopotentials [25—
27], for well-chosen minimizers u_s of (4.3)) is the existence of positive constants
s, c_, ¢4 and ¢, such that for all .4,

2 2
clluy —uly < Eoy — Eo < cilluy —ully (4.4)

and
Cs

N

luy —ulla < 4.5)

This result implies that, on the one hand, the error on the energy goes to zero at the
same speed as the square of the error on the orbitals (measured in 2 -norm), and that,
on the other hand, the 2" -norm error on the orbitals goes to zero as .4 ~*. Gathering
(4.4) and (4.5), we obtain

2 2

cyC cyC
0<E —Ey < L= — 5 4.6
= Eor — Eo = =7 >E, , (4.6)

The admissible values of s in (4.5)—(4.6) can usually be obtained explicitly. Typically,
estimate (4.5) will hold true for any s < Spax, but not for s > sy.x, where the value of
Smax 18 an explicit outcome of the mathematical analysis. As a matter of example [3],
Smax = % for PW discretizations of periodic Kohn-Sham LDA models with Troullier-
Martins pseudopotentials [26]. Note that —sp, is basically the slope of the convex
hull of the log-log plot of the discretization error Ey 4 — Ey as the function of the
energy cut-off E., 4 . The higher smax, the faster the asymptotic convergence of the
computed ground-state energy towards the exact value for the considered model.

The main interest of a priori error estimators is that they allow to get quantitative
insight on the difficulty of getting an accurate approximation of a given quantity of
interest with a given numerical method. Indeed, the value of sy,,x for which

s

lg(.y) —q)] < (4.7)

s
Eco,./V

forany s < Smax, butnotfors > sy, heavily depends on the QOI g. If sy, is “large”
(say smax = 3) doubling the energy cut-off will typically increase the accuracy by a
factor 8, while if s5,,x is “small” (say smax = 1) doubling the energy cut-off will only
double the accuracy. Again for PW discretizations of periodic Kohn-Sham models
with Troullier-Martins pseudopotentials, we have seen that sy,,x = % if the QOI is
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the energy; on the other hand, spmx = % is the QOI is the value of the ground-state
density at a particular point of the simulation cell, which makes the latter QOI much
more difficult to converge than the former one.

This argument also allows one to clearly understand one of the main roles of
pseudopotentials, namely smoothing out the Coulomb singularities generated by
point nuclei. Indeed, as we have seen before, if the QOI is the ground-state energy,
Smax = % for Troullier-Martins pseudopotentials, while we only have sp.x = % for
point-like nuclei.

It is also interesting to reformulate the above results in terms of the computational
time CPUY necessary to reach a given accuracy ¢ for the QOI g. For PW Kohn-
Sham LDA calculations, the computational time typically scales as E 2({2 v log Eco, v
(using preconditioned gradient methods and Fast Fourier Transforms, see e.g. [28]
and references therein). A simple calculation shows that if (4.7) is satisfied for any
S < Smax, but not for s > sp.x, then

log CPU? ~ —

loge. 4.8)

Smax

We will see later that a priori error estimates can also be useful to design new, efficient,
numerical schemes.

A priori error estimators, however, suffer from two severe limitations. First, the
optimal value of the constant Cy in (4.7) is usually unknown. The constant C, derived
from the mathematical analysis is most often dramatically overestimated, sometimes
by several orders of magnitude. In addition, it usually depends on the exact solution u
to the problem, which is unknown. The constant C; does not appear in (4.8) because
this relation is in log-log scales, but an estimation of the optimal value of C; would
of course be of major interest for practical purposes. The second limitation is that an
inequality such as (4.7) is only useful when the right-hand side is small enough, that
is in the asymptotic regime when the cut-off energy E., 4 is large enough.

4.2.3 A Posteriori Error Estimators and Post-Processing

A posteriori estimates are very different in nature from a priori error estimates. An a
posteriori discretization error estimator for the QOI ¢ is a pair of inequalities of the
form

nly ) < quy) —qu) <nfy () (4.9)

(where we recall that i is a minimizer of (4.1) and u_s is a minimizer of (4.3), and
where 1.b. and u.b. stand for lower bound and upper bound respectively), which,
ideally, satisfy the following properties:

1. the estimator is guaranteed, in the sense that inequalities (4.9) can be established
with full mathematical rigour;
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2. the lower and upper bounds n, (u.4) and n}, (u_y ) are fully computable from
the approximate solution u_4 and the data of the problem; in particular, they do
not involve the exact solution u, in contrast with the bounds resulting from a priori
error estimates;

3. ny (uy) and nf, (u.s) are cheap to compute: their numerical values can be
obtained with a negligible, or small enough, computational cost;

4. the estimates are accurate, in the sense that nfb_ (uy), qluy) —q(u), and
77?.1). (u_y ) are of the same order of magnitude for generic values of .4 (note
however that |q(u#_y ) — g(u)| can be, by chance, much smaller than |n]q'b'(u14/)|
and |0/, (u_y )| for some specific values of .4);

5. the estimates give insights on what to do to improve the quality of the approxi-
mation.

Let us clarify the last point. Finite-element methods, as well as wavelet or some
hierarchical tensor methods, have more flexibility than PW discretization methods.
While in PW method, the user only controls a single discretization parameter, namely
the wave-vector cut-off .4", or equivalently, the energy cut-off E., » = 4, the
quality of a finite-element approximation space can be improved by locally refining
the mesh in the regions of the simulation cell where the field u strongly varies. In many
cases, it is possible to construct lower and upper bounds nf_b‘ (u_y ) and nfb_ (uy)asa
sum of localized contributions to the error [29], each of them being obtained by solv-
ing a small-size local problem. The advantage of such a decomposition is twofold:
first the computation of these local contributions can be easily parallelized on a large
number of processors; second, it paves the way to adaptive finite-element methods,
where the mesh is refined only in the regions of the simulation cell where the local
error is significant. This can be done with a black-box algorithm and can dramat-
ically reduce the overall computational effort necessary to reach a given accuracy
(compared to brute force, uniform, mesh-refinement methods).

Let us emphasize that the above five properties of ideal a posteriori error estima-
tors are usually not completely fulfilled by most of the a posteriori error estimators
available in practice. Indeed,

1. Inequalities (4.9) are sometimes only satisfied for large enough values of .#". In
this case, it is interesting to have at our disposal checkable conditions allowing
one to know whether the bounds are reliable or not. Such conditions can take the
form

if ¢;(u 4 ) > 0, then (9) hold true,

where ¢, (u 4 ) is a real number computable from the approximate solution u_y
at low cost;

2. The lower and upper bounds may not be fully computable in the sense that they
are in fact a function of the (known) approximate solution u_s and of the exact
(unknown) solution u, but nevertheless decomposable as

niy oy u) =nly () +nly uy, u),
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where 1!, | (uy) is fully computable and 5!, ,(u_s,u) small compared to
nly 1(u.y), at least when .4 is large enough. A priori error estimates can be
called out to justify the smallness of ’73,1,,,2(“. v, U);

3. Computing n{, (u.4 ) and n{, (u ) may require solving an auxiliary problem of
the same complexity as the original problem (4.1), which may double or triple the
cost of the calculation. In engineering sciences, simulations are more and more
substitutes to experiments and prototypes in the design process; it is then worth
paying a significant extra-cost to guarantee the quality of the simulation results;

4. Quite often, the relative quality of the lower and upper bounds increases with .4".
In the case when the QOI is the ground-state energy, a posteriori error estimates
are of the form

0 < 1y () < ECuy) = E) < i, (ur), (4.10)
and we can define the efficiency factors of the lower and upper bounds as

— E
_E@)—EW ey ()

1 Il.b. - b A
= nE ) == B, — E@)

N

The closer I}/f/" and I%" to 1, the better. The a posteriori estimate (4.10) is called
asymptotically exact if both 1 I;Vb' and Ieu/V'b' converge to 1 when .4 goes to infinity.
Note that if, for instance, Irlj," goes to 1 when 4" goes to infinity, then for .4
large enough, the post-processed approximation of the ground-state energy

Euy)=E(uy)—nf ur)

is more accurate than the original one E (u_y ).

4.2.4 Asymptotic Expansions and Extrapolation

In some specific cases, it is possible to expand the error g (u_y ) — g (#) in terms of
simple functions of .4 in the limit when .#” goes to infinity, and obtain, as a matter
of illustration—this is just an example—, asymptotic expansions of the form

ai a 1

The main interest of asymptotic expansions is that they allow extrapolations. Indeed,
assuming a result such as (4.11), one can combine the values of g (u.4 ) for several
correlated values of ./, and obtain, for instance,
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1
(aquy) +Bqury) +yqusy)) —qu) =0 <W> ;

where the weights «, B, y are obtained by solving the linear system

11 1 o 1
122%32% Bl=11
1 L. L y 1
2273 3273

In other words, one can obtain a much better convergence rate by linear combinations
of a few calculations performed with different values of .4".

Extrapolation methods are very appealing. Unfortunately, the situations where
the error on the QOI of interest is known to admit an asymptotic expansion are not
so common in the field of electronic structure calculation. An interesting example is
a Makov-Payne correction for computing the energy of charge defects in insulators
and semiconductors [30]. It has indeed been proved in [31] that the Makov-Payne
correction corresponds to the leading term of the asymptotic expansion of the error
on the ground-state energy when the discretization parameter is the size L of the
supercell.

The second limitation of extrapolation methods based on asymptotic expansions
of the error is that they are only efficient for .4” “large enough”. It is usually not clear
how to check whether the asymptotic regime has been reached without running a
number of calculations with different values of .4 covering a large range and check
whether the results match the prediction of the asymptotic expansion.

4.3 Periodic Gross-Pitaevskii and Kohn-Sham Models

We now turn to the analysis of discretization errors for self-consistent quantum
problems. For pedagogical reasons, we will mainly deal with the (relatively simple)
Gross-Pitaevskii model, and the existing results on the Kohn-Sham model will only
be mentioned. Still, for pedagogical results, we will focus on the periodic versions
of these models, and on plane-wave discretization methods.

For simplicity, we assume that the periodic simulation cell is £2 = (0, 27)4
(d < 3), but all the results below can easily be extended to the generic case of a
d-dimensional periodic cell of any shape. The fundamental Hilbert space for peri-
odic Gross-Pitaevskii and Kohn-Sham models is

Ly(2) = {ueL;

loc

R, R) | u 207 -periodic}, (ulv), Z/uv,

2

where L2 (RY, R) is the space of locally square-integrable real-valued functions
on R?. We will make extensive use of the periodic Sobolev spaces (see e.g. [32])
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Hj(§2):={v= Z’ﬁkek, v real valued, ||v||%,é = Z (1 + |k|2)s 2 < ool
keZ? kezd

s € R, where ex = |§2|~'/2¢¥ T is the Fourier mode with wave-vector k € Z¢, which,
endowed with the inner product

)z = Y (14 1KP) v,
keZzZA4

are also Hilbert spaces. Note in particular that HY (£2) = L2(£2) and that

loc loc

H{(2)={ve L, (R"R)| Vv e (L} (R, R))?, v 2w Z*-periodic} .

4.3.1 Plane-Wave Discretization of the Gross-Pitaevskii
Model

The d-dimensional periodic Gross-Pitaevskii model is defined as
[ =inf { E(v), v € Hy (), /v2 =1y, (4.12)
Q

where the Gross-Pitaevskii energy functional is given by

EO) =/|Vv|2+/Vv2+%/v4.
2

2 2

Here, the trapping potential V is a 2 Z?-periodic real-valued continuous function,
and the mean-field interaction parameter w is chosen positive (repulsive interac-
tion). The mathematical properties of the minimization problem (4.12) are well-
understood:

e Equation (4.12) has exactly two minimizers u (with # > 0 in £2) and —u;
e There exists a unique real number A € R such that (A, u) satisfies the nonlinear
Schrodinger equation

—Au+Vu+ e =, ulp =1 (4.13)
Physically, A is the chemical potential of the condensate. Mathematically, it is the

Lagrange multiplier of the equality constraint |, o v2 = 1in (4.12);
e ) is the lowest eigenvalue of the self-consistent Hamiltonian
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H,=—-A+YV +,uu2.

We refer to the appendix of [4] for detailed proofs of these standard results.
In plane-wave discretization methods, the approximation spaces are defined as

Xy=3vy = E Vkex, vy real valued § |
k| <A

where .4 is the cut-off parameter. The Galerkin approximation of (4.12) in X 4
consists in searching u_y € X 4 satisfying the constraint f oy |> =1, and such
that

Ly =E(uy)=inf {EWVy), vy € Xy, /l"f/l2 =1¢, (@y.Dp=0.
2

(4.14)
The additional requirement (u.4, 1);2 = 0 ensures that u_4 approximates the posi-
tive solution u to (4.12) (and not the other solution, —u).
Relying on the fact that the operator —A commutes with the projection operator
IT 4, we obtain that the function u_y satisfies the Euler-Lagrange equation

—Auy + My (V4 M yuy =hyuy, (4.15)

where 1y is the Lagrange multiplier of the L3-normalization constraint. It can be
shown that, except perhaps for very small values of 4", A 4 is the lowest eigenvalue
of the operator —A + IT 4 (V + pu?, )11 4 on L3(R2).

From a geometrical point of view, the situation is as depicted in Fig. 4.1. The
positive solution u to (4.12) is not in general in the approximation space X 4 . The
best approximation of u in X 4 for a given norm || - || ; is the orthogonal projection
of u on X 4 for the inner product of H;. An interesting property is that this orthogonal
projector is independent of s: it is simply the Fourier truncation operator I7 4 defined

by
H_/V (Z'ﬁkek> = Z ’\Tkek.

keZd k|<A
Indeed, foralls e Rand all 4" € N, X » C H;(£2), and for all v € H,;(£2),

HyveXy,
1/2

. 2 § o~ 2
lv—TLyvilg; = min |v—wyllg = E (1+ %)
wy €X y
(=
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Fig. 4.1 Graphical u
representation of the best

approximation 7 4 u in the ILy uIﬁ
discretization space X 4 of M./y”

the exact solution u to (4.12),
and of the approximation
u. 4 obtained by the
variational method (4.14)

Note that the Galerkin approximation u_s of u obtained by solving (4.14) is not the
best approximation I7 4 u of u in X 4 (see Fig. 4.1). The best we can hope for is that
u_y will be close to IT 4 u for the various norms of interest.

4.3.2 A Priori Error Analysis

The following result has been proved in [4]. It is an extension of classical results
for linear eigenvalue problems (see [33] and references therein) to the nonlinear
setting of the Gross-Pitaevskii model. The case of Kohn-Sham LDA models is dealt
with in [3] for PW discretizations and in [7] for other systematically improvable
discretization methods.

Theorem 4.1 Let u be the unique positive minimizer of (4.12) and u_y a minimizer
of (4.14), which is unique for N large enough . Then, there exists 0 < ¢ < C < 00
such that for all /" € N,

I = Moyl < lu =y llgy < Cllu = Myl — 0, (4.16)

cllu—unlyy < Iv =1 =E@y)—E@ < Cllu—urlly,. 4.17)

Assume that V € HJ (§2) for some o > d /2. Then,

e (U ). yeN converges to u in H;+2(9)’,
e there exists positive constants C and C such that

s

V—o<s<o+2, |u—uylu 5—/a+2—x’

|)~—)»¢/V|Sm-

(4.18)

According to estimate (4.17), the error on the ground-state energy behaves as the
square of the H'-norm of the error on the eigenfunction, and according to estimate
(4.16), the latter goes to zero when .4” goes to infinity.

If, in addition, the external periodic potential V is regular enough, more precisely
if V belongs to the Sobolev space H/ (§2) for some o > d /2, then (4.18) provides
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Fig. 4.2 Graphical
representation of the
two-grid method

optimal a priori convergence rates for both the Lagrange multiplier A and the ground-
state eigenfunction (the optimality has been checked numerically [4]). The estimates
lu —unlla < ﬁ are valid for the whole hierarchy of Sobolev spaces H; (£2),
—o < s < 0 + 2, and therefore allow one to derive optimal convergence rates for
any differentiable observable g : H*(£2) — R with —0 < s < o + 2. For instance,
the value of the ground-state density at some point ro € R? is defined as gy, (u) =
u(ro)?. Using Sobolev embedding theorems (see e.g. [32]), we obtain that gy, is a
differentiable functional on the Sobolev space H;; (£2) for all s > d /2. It follows that
forall s < o +2 — d/2, there exists C; € R, such that for all .4/,

N

N

|ty (r0)* — u(ro)*| = |qr, () — gr, ()| <

In addition to providing optimal convergence rates for various QOI, a priori error
estimates can also be used to design computational cost reduction methods based
on neglecting terms with higher convergence rates. For instance, two-grid methods
consistin finding in a first stage a solution u,, to the full problem in a coarse variational
space X, and in a second stage a solution u,, 4 to a simpler problem parameterized
by u, in a finer approximation space X 4 (see Fig. 4.2). For a well-chosen value of
n, it is possible to obtain in this way, at a much lower cost, the same accuracy as
if the full problem had been solved in X 4 . These methods were introduced by Xu
and Zhou to solve nonlinear elliptic problems [34], then adapted to linear eigenvalue
problems in [35, 36], and to nonlinear eigenvalue problems in [37].

Indeed, solving (4.14) in a fine approximation space X 4 is costly since it requires
about ~ # .44 In .4 elementary operations, where .#" is a constant related to the
structure of problem (4.14). In the two-grid method,

1. u, is computed by solving the full problem on the coarse approximation space
X,, n < ./, which requires ~ # n? In n elementary operations,

2. u,_y can be computed in ~ x.4#?1In.# elementary operations with k < %
since the problem to be solved is much simpler.

Typically, in the present case, the simpler problem can be (i) a linear eigenvalue
problem obtained by freezing the mean-field potential to V + pu?, or (ii) the linear
system

—Av+ (V + uui)v = Aplly.
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Both strategies have been tested numerically and are quite efficient [37]. Using the a
priori error estimators (4.18), the following theoretical justification of the efficiency
of the first strategy can be given.

Theorem 4.2 Assume that V € H] (§2) for some ¢ > d/2. Let u, be a solution
to (4.14) in a coarse approximation space X, and u,,  the variational approxima-
tion in X _y to the ground state of the linear eigenvalue problem

—Av+ (V + )y = v, [vllpz = 1.
Then, there exists C € Ry such that for all n and N withn < N,

ity —ull gy < C (=3 447070,
0<E(u,»)—E@m <C (n7073 + ,/V*"*l)z.

Choosing n ~ A 7+ in order to balance the error contributions in the right-hand
sides of the above inequalities, we obtain same convergence rates as in Theorem 4.1:

lttn, v —ullgy < CAH =D, 0 < EQuy.x)— Eu) < CH 2D,
luy —ullyy < CAH O, 0<E(@y)—E@ < CHHD,

with a significant gain in CPU time (see the numerical results in [37]).

4.3.3 A Posteriori Error Analysis and Post-Processing

A posteriori error analysis for linear elliptic eigenvalue problems has been the matter
of a large number of numerical analysis papers (see [38, 39] and references therein).
It turns out that even the simple case of the Laplace operator on a bounded polyhe-
dral domain with Dirichlet boundary conditions is quite challenging (see [38, 40]
and references therein). The case of linear and nonlinear Schrédinger operator has
been considered in [10, 41-45] (see also the references therein and the appendix
in [46]), leading to adaptive discretization procedures with optimal complexity [47—
49]. Some results regarding Hartree-Fock and Kohn-Sham models have also been
established [12, 15, 22].

As far as PW discretizations of Gross-Pitaevskii models are concerned, post-
processing methods can be obtained by a non-standard application of Rayleigh-
Schrddinger perturbation theory (RSPT).

Recall that if we have at hand a simple eigenmode (E, ¥) of a reference Hamil-
tonian Hy on L3(£2):

Hovo = Eo. ol = 1, (4.19)
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and if W is a small perturbation of Hj (small in a sense made precise by Kato [50]),
then the perturbed Hamiltonian H = Hy + W has a unique eigenvalue E in the
vicinity of E(, which is simple. Using first-order perturbation for the eigenvector
and second-order perturbation for the eigenvalue, we obtain

HY = By, with = o — Iy, (Ho — Bl LT (W),

E =~ Eg + (Yol Wlo) — (ITy, L (Wyo) [ (Ho — Eo)l%lﬂw(Wwo)),

where IT,,. is the orthogonal projector on the space

vy = ¢eL§<9>|<1/fo|¢>=/wo¢=o ,
2

for the Lﬁ (£2) inner product, and where (Hy — Ep)| ﬁ is the inverse of the restriction
0

of the operator Hy — E, to the invariant space ¥ (this operator is invertible since
Ey is simple).

As shown in [51], RSPT can be used to derive a posteriori error estimators. The
idea is to consider the Euler-Lagrange equation of the variational approximation
of (4.12) in X,,, i.e.

— Auy + IT,(V + pu) yu, = Ay, (4.20)

as the unperturbed eigenvalue problem, and the Euler-Lagrange equation of (4.12),
i.e.

— Au+ (V + pu®)u = Au 4.21)

as the perturbed eigenvalue problem. In other words, we take

Hy= A+ ,(V + pu) Iy, Yo =un,  Eo =,

W = (V + uu®) — IT,(V + pu?)1I,.
Note that (yo|W|y) = 0: the first-order correction to the eigenvalue vanishes; this
is the reason why we need to consider the second-order correction of the eigenvalue.
We then notice that since both u,, and Au,, belong to X,,, (4.20) also reads

0, (— Auy + (V + pul)u, — ryuy) =0,

which means that the residual r,, := —Au,, + (V + ,uu%)u,, — Anlt, 1S in Xj Since
u, € X, and r, € X;-, this implies that

nunl-rn ="Tn,
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It follows that

My (Wipo) = My (((V + pn)?) = M (V + pap) IT,) )
=11, (r,Z + pL(u2 — ui)u,,)
=rn+ pll,: ((u2 — u,zl)u,,) .

Next, we observe that the block representation of Hj associated with the decompo-
sition L%(.Q) =X, ® X,J; reads

Ho = _A|X,, +Hn(v+/¢”"i)nn| 0
0= 0 |—AX# )

Asa consequence,
(Ho — Eo)l, L Ty (W) = ) + uf?
with
) = (=A = a)lxirn,
u,(f):,u(—A—l-V—i—y,uﬁ )|l17u¢((u —u )un).

Since in PW calculations, functions are stored as vectors of Fourier coefficients,
computing a very accurate approximation u(l) of u'! in a very fine discretization
space X_y with .4 > n is easy. On the other hand it can be shown using the a
priori error estimates in Theorem 4.1 that ||u(2) [| H] is much smaller than ||u(1) I H-
Introducing

i‘in:u,,—}—u,lq and ankn+(u,i,Wun)L§,

we have
lu =Gl < Cn 2w —upllyy and A — 7y < Cn2 A = Ayl
foraconstant C € R, independent of n. For large enough values of n and for 4" > n,

gy = Uy + ﬁfll) v therefore represent a much better approximation of u than u,,.
We refer to [4] for an application of this technique to Kohn-Sham LDA models.

4.3.4 Error Balancing

As mentioned in the introduction, discretization error is only one of the various
components of the overall error. In this section, we give an example of a numerical
scheme automatically balancing discretization and algorithmic error for the Gross-
Pitaevskii model. Still for pedagogical reasons, we consider the simplest possible
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self-consistent algorithm for solving the Gross-Pitaevskii equation, defined at the
continuous level by

—Avi + Vi + i v = vk, vk € H{(2), villz =1, (. Dz 20,
A lowest eigenvalue of — A + V + uv? .

The initial guess vy can be chosen, for example, as a normalized ground state of the
operator —A + V for small values of u, and as the Thomas-Fermi approximation of
the ground state for large values of w, but many other choices are possible. In this
algorithm, the iterate vy is the Lﬁ-normalized positive ground-state (in the weak sense
v, D = 0) of the mean-field operator —A 4+ V + /Lv,%_ , constructed from the
previous iterate v;_;. In the Hartree-Fock and Kohn-Sham frameworks, this algorithm
is referred to as the Roothaan algorithm, and has been analyzed from a mathematical
point of view in [52, 53]. It is known in particular that the sequence (vi)i>0

e cither converges to the unique positive solution u to the Gross-Pitaevskii equa-
tion (4.13);

e or oscillates between two states in the sense that there exist two functions v, and
Vo in Hy (£2), with ve # v, such that

— Ave + Vve + Mvcz)ve = AeVe, ”Ve”Lf]t =1, (v, 1)L§ >0,
— Avo + Vv, + vagvo = AoVo, ”VO”Li =1, (vo, 1)L§ >0,

and
. 1
Vo —> Ve, Vok+1 —> Vo 1M H# (.Q)
k—o00 k—00

Typically, (vi)r>0 converges if u is small and oscillates if 1 is large. Clearly, this is not
an efficient way to solve the Gross-Pitaevskii equation. We focus on this algorithm
for pedagogical reasons only, because it is easier to analyse. Note that the oscillatory
behaviour can be suppressed by using an optimal damping algorithm [54]. At a
discrete level, it is recommended to solve (4.14) using a preconditioned nonlinear
conjugate gradient algorithm [55].

The following scheme is a discretized version of the basic self-consistent field
algorithm, in which the discretization space depends on k (compare with (4.15)):

—Avg + Iy, (V + MV,%_1> Myyevie = A v Vi € Xneo Mvill2 =1 (1) g2 20,
Ak = Ayg_y,n;» Where Ay, is the lowest eigenvalue of — A + IT, (V + uv2> II,.

Intuitively, it is indeed inefficient to compute the first iterates in a very fine discretiza-
tion space since we are far from convergence. It, therefore, makes sense to increase
the size of the discretization space along the iterations when getting closer to the
exact solution u. To automatize this process, we need to define a criterion allowing
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the algorithm to decide when to refine to discretization space. For this purpose, we
use the following result [51]:

Proposition 4.1 Let u be the unique positive minimizer to (4.12). Let J be the error
criterion defined by

1
Vv € Hy () such that ||v||;; =1, J(v) = E() — E() + E||v —ul%..
Let vy € X,,, be the kth iterate of the above algorithm. Then, we have

0<JW) < nax+ Naks

where the discretization and algorithmic error estimators 1g ; and n, i are, respec-
tively, defined by

_1 _ _ 1 2.2 2 _
nd,k—z ()\vk,nk )\vk,oo) > 0, Nak = E 1% (Vk kal)vk + )‘k )\vk,nk > 0
2

We see that gy = 0ifny = oo, thatis, if the problem at iteration k has been solved
in the whole space H,; (£2) (no discretization error), and that n,; = 0 if v, =
vk, that is if the SCF iteration has converged in the discretization space X,, (no
algorithmic error). The numerical experiments reported in [51] show that, in practice,
the inequalities

E(wi) — E(u) < J(W) < Nag + Nak

are almost equalities; this observation can be theoretically justified in the asymptotic
regime using a priori error analysis results. As a consequence, 74 x + 7k gives an
accurate estimate of the energy error E (vx) — E (1), whichis splitinto a discretization
error and an algorithmic error. A natural strategy to reach a desired accuracy ¢ in
an optimal way from a computational point of view then consists in refining the
discretization if ngx >> 1,4, and in iterating otherwise in the same discretization
space X,,,, until 94 x + nax < €.

Note that at iteration k, vi_;, vx and A are known, but not A,, ,,, whose compu-
tation would require solving another eigenvalue problem in X, , nor a fortiori A,, oo,
which is out of reach of numerical methods. It is, therefore, not possible to compute
exactly nq. On the other hand, it is possible to obtain very accurate approxima-
tions of all these numbers by adapting the approach based on Rayleigh-Schrédinger
perturbation theory detailed in the previous section.

In conclusion, ng « and n, ; therefore provide relatively cheap and sharp estimators
of the discretization and algorithmic errors at iteration k if the quantity of interest is
the energy, allowing adaptive error balancing.

We refer to [4] for an extension of this approach to the periodic Kohn-Sham LDA
setting.
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4.4 Error Cancellation Phenomenon

In many applications in physics, chemistry, materials science, and biology, energy
differences are far more important than absolute energies. Consider for instance a
simple chemical reaction that can be modelled as a transition from a local minimum
of the ground-state Born-Oppenheimer potential energy surface (GS-BO-PES)—the
reactants—to another local minimum of the GS-BO-PES—the products—through a
well-defined saddle point—the transition state (see Fig. 4.3). According to Arrhenius
law, the reaction rate is given by the relation

k =vy exp(—E./ksT),

where vy is a prefactor, E, the activation energy, that is, the difference between the
energy Ey of the transition state and the energy E.. of the reactants (see Fig. 4.3),
kg the Boltzmann constant, and 7 the temperature. The relevant QOI, therefore, is
the energy difference E; — E., and not each of the energies E and E,.. The same
is true for the reaction energy, defined as the energy difference E,; — Ey., where Ep,;
is the energy of the products.

Considering two configurations R; and R, of the system, our goal is to estimate
the error

(ER,,.v — Epy,.x) — (Eg, — Eg,)

computable quantity quantity of interest

where Eg, is the exact ground-state energy for the configuration R; and Eg; 4 its
variational approximation in the discretization space 2 4 .

It has been observed both in quantum chemistry and computational materials
science, that in general,

[(Er,.v — ERy.rr) — (Eg, — ER)| K |ER,,.;y — ER/| + |ERy, 4 — Eg,|.

In other words, the error on the energy difference between two configurations is
usually much lower than the error on the energy of each configuration, typically by

Fig. 4..3 Sketc.h of a . G(Hy)
chemical reaction taking
place on the ground-state
potential energy surface. The {R k}
activation energy E, of the
reaction is the difference

between the energy of the \\//
reactants and that of the
transition state

W
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Fig. 4.4 Two different configurations of a system composed of 2 oxygen atoms and 4 hydrogen
atoms corresponding to the reactants (left) and the products (right) of the chemical reaction (4.22)

one, sometimes two orders of magnitude. This is the so-called error cancellation
phenomenon. Chemists and physicists heavily rely on this phenomenon: obtaining
an accuracy of 1 kcal/mol (or 1 meV) on an energy difference turns out to be much
cheaper in terms of computational effort than obtaining a similar accuracy on a single
point energy.

As a matter of example, consider the two different configurations of a system
composed of 2 oxygen atoms and 4 hydrogen atoms corresponding, respectively, to
the reactants and the products of the chemical reaction (Fig. 4.4).

2H, + 0, — 2H,0. (4.22)
The sum and difference of the energy errors

S/V = (Ereactanls,ﬂf - Ereaclants) + (Eproducts,JV - Eproducls)’ (423)
D,/V L= |(Ereactams,</V - Ereaclants) - (Eproducts,t/i/ - Eproducts)| (424)

= | (Ereactants,i/V - Eproduct,(/V) - (Ereactams - Eproducts) |7

computed value of the QOI exact value of the QOI

for PW Kohn-Sham LDA calculations with Troullier-Martins pseudopotentials as a
function of the energy cut-off £ , = %,/V 2 are plotted on Fig. 4.5 (top). It can be
observed that D_, is indeed smaller than S - by about two orders of magnitude. In
addition, the non-dimensional error cancellation factor

D
-7 - (4.25)

0<Qy:= 5, =
V%

fluctuates about a value close to Qs =~ 5 x 1073,
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Fig. 4.5 Observed
convergence of the quantities
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by (4.23)—(4.24) as a
function of .47, and
behaviour of the ratio Q s
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In order to unravel the origin of the discretization error cancellation phenomenon,
let us consider a simple linear 1D model for which explicit calculations can be carried
out [1]. In this model, the external potential is periodic (with period a = 1) and is a

sum of Dirac masses:

Vext,R = - Z Zl(sm - Z Z28m+R'

meZ meZ

For given values of the charges z; and z, the configurations are labelled by R €
(0, 1). The ground-state energy and wave-function are obtained by computing the
lowest eigenvalue and an associated normalized eigenfunction of the 1D periodic

Schrodinger equation

d2

——— =Y 2bn— Y 2buir | Y& = Ex¥r in L0, 1),  (4.26)

dx2
mez

1
/w,%(x)dx =1.
0

mez
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Fig. 4.6 Exact ground—state Exact solution z; = 1,20 =0.5, R=0.4
wave-function of (4.26) for 1.2
z1=1,z2 =0.5and
R=04
1.1
1 W
0.9
0.8

0 02 04 06 08 1 12 14 16 18 2

As a matter of illustration, the ground-state wave-function for z; = 1, zo = 0.5 and
R = 0.4 is plotted on Fig. 4.6.
The following result is proved in [1].

Theorem 4.3 Let 71,20 > 0 and R € (0, 1), let Eg be the ground-state energy
of (4.26), and Eg_y the variational approximation of E in the Fourier approx-
imation space

Span {*™, k e Z, |k| < A'}.

Then, we have the asymptotic expansion

(1)
ag QR Br YR 1
E —Ep=——— — — ), 4.27
Ry —Er=—0 -5+ 2 +JVURJV+0<JV3E> (4.27)
where 5 5 5 s
0 R
_ RO + zun(R)” (4.28)
2w
2122ug (O)ug(R) X cos(2mkR)
)/R = ”R—ZR’ nR,,/V = t/V Z _—
b4
k=A +1
,3“) Zluk(O)(uR (0) —ug(0)) + 23ur(R)(ug, v (R) — MR(R))
272
In addition
3
: 2+ % »
Mg, 4| < min I,W and Ve >0, 3C; € C4 s.t. B 4| = /1/1 —-

This result sheds light on the mechanism of discretization error cancellation for
the PW discretization of (4.26). First, it implies that errors on energies and errors
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Fig. 4!.7 Plot of the 0.2 (21, 22) = (1,0.2)
function R — «p defined (21,22) = (1,0.5)
by (4.28) for different sets of --- (21,22) = (1,1)
parameters (21, 22) 0.15 |-
s ooal T
5.1072
0
0 0.2 0.4 0.6 0.8 1

on energy differences all scale in N !, and that discretization error cancellation is a
matter of prefactors:

aR . ORy — @R,
ER,,/V — ERJV:OOW while (ERZs</V — ERl,f/V) _(ERZ — ERI)JV:OOT

Note that oy only depends on the charges z; and z, of the Dirac potentials and on
the values of the ground-state densities at the positions of the Dirac potentials. Error
cancellation is due to the fact that, for 0.1 < R, R, < 0.9, we have

lag, —ag, | < max(og,,ar,)  (seeFig. 4.7). 4.29)

We also obtain that the error cancellation factor converges when .4” goes to infinity:

Numerical simulations show that the convergence is monotonous for Ry, R, away
from the singularities R = 0 and R = 1 (where the two Dirac combs overlap), and
oscillating for R; or R, close to the singularities (see Fig. 4.8).

Inequality (4.29), which is at the root of error cancellation, can be rewritten as

|21 (PR, (0) = P&, (0)) + 23 (0r, (R1) — pr, (R))]
< max(z{ pr, (0) + 2308, 0), 2 pr, (R1) + 23 Pk, (R2)),
where pg(x) = ug(x)? is the ground-state density at point x in configuration R. For

R away from the singularities O and 1, the ground-state density at the positions 0 and
R of the Dirac potentials does not change much with R.
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Fig. 4.8 Convergence of 10-1
QO y to Qx for Ry = % and
three different values of R»

QN_QOC
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Another interesting remark reported in [1] is that

dEg.y dEg| _ |&%
dR dR N

In other words, it is not possible to infer from Eg _y — Egx ~ ¢ >0 "‘7" a result on
the convergence of the forces. In fact, it is observed that

dER,{/V _ dER - i (V_R )
AR dR oo dR \y TR

[ dEg

and that the function R — =3~ — < is oscillating more and more when .4

becomes large. As a consequence,

1. It is not a good idea to try and compute the energy difference between two con-
figuration R; and R, by integrating the forces along a path of the configuration
space linking R; and R»;

2. Extrapolation methods based on the asymptotic expansion (4.27) can be used to
improve the accuracy of the energy, but they will not improve the accuracy of the
forces.

4.5 Conclusion

In this chapter, we have introduced basic concepts of mathematically based dis-
cretization error analysis: a priori error estimators, a posteriori error estimators and
post-processing methods, asymptotic expansions and extrapolation methods, and
error cancellation phenomenon. These concepts have been illustrated on the simple
examples of plane-wave discretizations of the Gross-Pitaevskii model, and of a 1D
periodic Schrodinger equation with Dirac potentials.
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Significant progress on discretization error analysis for Kohn-Sham and other
electronic structure models has been made in the past few years, and many ongoing
works in these directions are in progress in several groups around the world. As
witnessed in other fields of science and engineering, rigorously founded error analysis
should play a major role in the design of a new generation of electronic structure
calculation software, generating numerical results supplemented with error bars,
optimizing the available computational resources, and adapted to massively parallel
and heterogeneous architectures.
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