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Coupled cluster theory is one of the most popular post-Hartree-Fock methods for ab initio molecular
quantum chemistry. The finite-size error of the correlation energy in periodic coupled cluster calculations
for three-dimensional insulating systems has been observed to satisfy the inverse volume scaling, even in
the absence of any correction schemes. This is surprising, as simpler theories that utilize only a subset of the
coupled cluster diagrams exhibit much slower decay of the finite-size error, which scales inversely with the
length of the system. In this study, we review the current understanding of finite-size error in quantum
chemistry methods for periodic systems. We introduce new tools that elucidate the mechanisms behind this
phenomenon in the context of coupled cluster doubles calculations. This reconciles some seemingly
paradoxical statements related to finite-size scaling. Our findings also show that singularity subtraction can
be a powerful method to effectively reduce finite-size errors in practical quantum chemistry calculations for

periodic systems.
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I. INTRODUCTION

In the past few decades, ab initio methods for quantum
many-body systems, such as density functional theory
(DFT), quantum Monte Carlo methods, and quantum
chemistry wave function methods, are becoming increas-
ingly accurate and applied to ever larger range of systems
[1,2]. Unlike molecular systems, periodic systems, includ-
ing solids and surfaces, require calculating properties in the
thermodynamic limit (TDL), a theoretical state in which the
system size approaches infinity. However, the TDL cannot
be directly accessed in practical applications. Finite-sized
computational supercells are employed to approximate this
limit, which introduces finite-size errors into the calcula-
tions. Finite-size errors can significantly affect the accuracy
of calculations, even for systems with thousands of atoms.
An extreme case is a moiré system such as magic angle
twisted bilayer graphene (MATBG), where each computa-
tional unit cell consists of approximately 10 000 atoms, and
the supercell needs to have more than 100000 atoms to
capture subtle correlation effects [3,4]. Directly tackling
finite-size effects by enlarging the supercell size is
very demanding, even for relatively inexpensive DFT
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calculations with modern-day supercomputers. For more
accurate theories, this task is often computationally intrac-
table. Understanding the finite-size scaling, i.e., the scaling
of the finite-size error with respect to the system size, and
employing finite-size error correction schemes are, there-
fore, crucial for obtaining accurate results using moderate-
sized calculations.

The sources of finite-size errors in ab initio calculations
are multifaceted and complex [5-7]. These errors are
influenced by numerous factors, including system charac-
teristics such as whether it is insulating or metallic or
whether it is a three-dimensional bulk system versus a low-
dimensional system. Calculations of electron kinetic
energy, electron-ion interaction energy, Hartree energy,
Fock exchange energy, and electron correlation energy
can all contribute to finite-size errors. The first four types
are predominantly single particle in nature, while the
electron correlation energy is significantly more complex.
To a large extent, electronic correlation is short-ranged, and
this characteristic has spurred the development of local
correlation methods, whose computational cost may scale
linearly with system size. However, for ab initio methods to
be accurate, they must also effectively account for van der
Waals (vdW) interactions [8]. In solids, the cumulative
effect of weak van der Waals interactions can become a
significant contributor to the energy. The convergence of
vdW energy follows an inverse volume scaling, implying
that the finite-size error is inversely proportional to the
volume of the supercell. The origin of finite-size error is not
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solely confined to the characteristics of a physical system.
The finite-size scaling can vary significantly across differ-
ent theoretical frameworks even when applied to the same
physical system. Sometimes, the finite-size scaling can
manifest differently even when using the same theoretical
framework for the same system, simply by altering the
shape of the computational unit cell. All these complexities
require careful analysis under varying scenarios, and this is
important for accurately extrapolating toward the TDL or,
preferably, for devising improved correction schemes
aimed at reducing finite-size errors.

In recent years, there has been a growing interest in
employing quantum chemistry wave function methods,
such as Mgller-Plesset perturbation theory and coupled
cluster (CC) theory [9], to compute ground-state and
excited-state properties for periodic systems [7,10-25].
Originally developed to study nuclear physics [26,27],
CC theory has become one of the most popular methods
in quantum chemistry that involves electronic correlation
[28]. The coupled cluster singles, doubles, and perturbative
triples [CCSD(T)] theory is often referred to as the “gold
standard” in molecular quantum chemistry. In these meth-
ods, there are two primary strategies to approximate the
TDL. The first involves expanding the computational
supercells within real space. The second strategy involves
performing calculations using a fixed unit cell and refining
discretization of the Brillouin zone within reciprocal space
using a k-point mesh, such as the Monkhorst-Pack mesh
[29]. This paper focuses on the latter approach, where the
number of k points is denoted by Ny. If the Monkhorst-Pack
mesh includes the Gamma point of the Brillouin zone, this
approach is equivalent to using a supercell comprised of Ny
unit cells. The convergence toward the TDL can be studied
by increasing this single parameter Ny toward infinity. The
computational expense of quantum chemistry methods can
rise sharply with respect to the system size. For example, in
coupled cluster singles and doubles (CCSD) calculations,
the computational cost scaling is O(N{) in real-space
implementations [9] and O(N}.) in reciprocal-space imple-
mentations [30]. Therefore, even moderate-sized calcula-
tions with Ny =2 x2x2 or 3 x3 x3 can already be
computationally challenging. In CCSD(T) calculations, the
computational cost of the real-space implementation can
escalate to O(N]) in the worst-case scenario. This implies
that even a moderate refinement of the Monkhorst-Pack grid
by a factor of 2 along each dimension can lead to an increase
in computational cost by (2*)7 & 2 million folds. Given this
computational challenge imposed by system size, it is
mostly impractical to estimate the finite-size scaling using
power-law fitting over calculations on increasingly large
systems and then determine the TDL value by extrapolation.
Instead, a more feasible approach is to acquire the exact
finite-size scaling through rigorous mathematical analysis
and subsequently utilize power-law extrapolation to esti-
mate the TDL value.

Although numerous empirical studies have examined the
finite-size scaling of some quantum chemistry methods,
there has been a notable lack of rigorous analysis. To the
best of our knowledge, the first rigorous analysis of finite-
size error in Hartree-Fock (HF) theory and second-order
Mgller-Plesset perturbation theory (MP2) for insulating
systems has been conducted only recently [31]. The
principal findings in Ref. [31] include the following.

(1) Inthe absence of any corrections, the finite-size error
in HF scales as O(N ;1/ 3). As Ny is proportional to
the supercell volume, Nll(/ s proportional to the
length of the supercell (we always assume uniform
refinement of the k-point mesh along all three
dimensions for any shaped unit cell). This scaling
is, thus, also referred to as inverse length scaling.

(2) By applying the Madelung constant correction, the
finite-size error in HF improves to O(Ny!), i.e., the
inverse volume scaling.

(3) The finite-size error of the MP2 correlation energy
also satisfies the inverse volume scaling O(Ny!).

As can be seen from HF and MP2, the specific finite-size
scaling depends on the level of computational theory and
numerical treatment employed in the calculations. In
addition to confirming the empirically observed scalings,
this rigorous analysis offers significant additional insights.
It elucidates the nature of the singularity of the electron
repulsion integral (ERI) due to the Coulomb kernel and its
impact on finite-size scaling; it explains why the finite-size
error can depend on the shapes and symmetries of the unit
cell; and it has led to the development of new correction
schemes, such as the staggered mesh method, which can
expedite the convergence of HF, MP2, and random phase
approximation (RPA) calculations toward TDL [32,33].

An innovative theoretical observation provided in
Ref. [31] is that the finite-size error can be largely compre-
hended if assuming HF single-particle orbitals can be
acquired exactly at any given k point in the Monkhorst-
Pack mesh. This perspective helps to disentangle the
contribution due to the relatively manageable single-particle
effects from the collective and more complex electron
correlation effects. Based on this assumption, the finite-size
error can be rigorously examined from a numerical quad-
rature perspective. Specifically, the value of a physical
observable at the TDL can often be written as a multidi-
mensional integral over the Brillouin zone. As the
Monkhorst-Pack mesh forms a uniform grid discretizing
the Brillouin zone, the analysis simplifies to investigating
the quadrature error of certain trapezoidal rule in a periodic
region, a topic widely discussed in numerical analysis
literature. The novelty here lies in the recognition that the
associated integrands possess a unique singularity structure
that is asymptotically of a specific fractional form.
Reference [31], therefore, develops a new Euler-
MacLaurin type of analysis that facilitates the study of
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the finite-size error associated with HF and MP2 methods,

taking into account this fractional form singularity.
Compared to HF and MP2, the finite-size error analysis
and finite-size error correction methods in CC methods
remain nascent. Early works in Refs. [12,34] focus on an
important intermediate quantity called the structure factor
and develop finite-size correction methods based on differ-
ent types of polynomial interpolation of the structure factor
near the Coulomb singularity. Subsequent studies on the
uniform electron gas system [35,36] numerically examine
the power-law scaling of the finite-size error in CC theory,
offering new analytical perspective on the structure factor.
These works also provide new error correction methods,
such as twist-angle techniques [37,38] and structure factor
interpolation [39] for these metallic systems. Very recently,
Ref. [40] replaces the Coulomb kernel in CC calculations
with an averaged Coulomb kernel in each quadrature
element to reduce the finite-size error for anisotropic
systems. Despite these developments, theoretical under-
standing of the finite-size error scaling in CC methods (with
and without error correction methods) has been lacking.
Recently, by applying a similar approach, we have
expanded the finite-size error analysis to include the
correlation energy of the third-order Mgller-Plesset pertur-
bation theory (MP3) and CC theory [41]. The simplest CC
theory is the coupled cluster singles (CCS) theory.
However, due to Thouless’s theorem [42], CCS only rotates
the Slater determinant to another Slater determinant. For a
nondegenerate closed-shell Hartree-Fock reference, the
correlation energy from the CCS theory vanishes.
Therefore, we focus on the coupled cluster doubles
(CCD) theory, which is mathematically the simplest and
representative form of CC theory. From a diagrammatic
perspective, CC diagrams encompass all Mgller-Plesset
perturbation diagrams. When the CCD amplitude equation
is solved iteratively with n fixed point iterations [referred to
as the CCD(n) scheme], the MP2 and MP3 diagrams can
be generated from CCD(1) and CCD(2), respectively. More
generally, CCD(n) consists of a finite subset of Mgller-
Plesset perturbation diagrams. It is worth pointing out that
there is a method called CCSD(2) which uses second-order
perturbation to rectify CCSD energies for multireference
and open-shell systems [43], and its meaning should,
therefore, be distinguished from our CCD(n). Our analysis
uncovers that the finite-size error in MP3 and CC is
fundamentally different from that in MP2. Specifically,
theories such as MP2 and RPA incorporate only “particle-
hole” types of diagrams. The integrands corresponding to
these diagrams are singular, but the singularity is relatively
mild. However, starting from MP3, additional perturbative
terms, namely, the “particle-particle” and “hole-hole”
diagrams, must be considered. These terms introduce much
stronger singularities, necessitating the development of new
analytical tools. Our quadrature error analysis adapts the
Poisson summation formula in a new setting and aligns

with a recently developed trapezoidal quadrature analysis
for certain singular integrals [44]. This approach provides
more accurate estimates and can be more applicable than
our previous quadrature analysis based on the Euler-
MacLaurin formula for HF and MP2 in Ref. [31]. In the
absence of finite-size correction schemes and assuming
exact orbital energies at any Kk point, the study in Ref. [41]
concludes that the finite-size errors of MP3 and CCD both

satisfy the inverse length scaling O(N;l/ 3).

Interestingly, for CCD, earlier numerical calculations did
not provide conclusive evidence regarding its finite-size
scaling, with different studies suggesting either an inverse
volume scaling [15,34] or inverse length scaling [17]. More
recent calculations demonstrate that the electron correlation
energy in periodic coupled cluster calculations should
follow an inverse volume scaling, even in the absence of
finite-size correction schemes. This observation points to a
significant gap in the theoretical understanding of the finite-
size error and prompts the central question we address in
this paper: How can we reconcile the following seemingly
paradoxical facts?

(1) Without finite-size corrections, the finite-size error

in CCD exhibits inverse volume scaling.

(2) Without finite-size corrections, the finite-size error
in MP3 exhibits inverse length scaling. This rate is
sharp and cannot be improved.

(3) All MP3 diagrams are encompassed within the CCD
formulation.

There are several often-cited physical justifications for
expecting that the CCD method, and CC theory more
generally, may exhibit superior behavior when applied to
periodic systems. One such reason stems from the size
extensivity of CC theory. A theory is size extensive when
the total energy of two noninteracting identical systems,
calculated as a combined system, equates to twice the
energy of one system computed independently. Unlike
theories such as truncated configuration interaction meth-
ods, which are not size extensive, truncated CC theory
(such as CCD) possesses this advantageous characteristic.
Another reason is that CC theory can be formulated in such
a way that it does not explicitly depend on orbital energies.
One practical consequence of this is that, upon the con-
vergence of the coupled cluster iterations, the Madelung
constant correction, often used to reduce finite-size effects
in many-body simulations, cancels out naturally. Therefore,
in this scenario, CC without the Madelung constant
correction is equivalent to that with the Madelung constant
correction.

We would like to clarify that neither size extensivity nor
the cancellation of the Madelung constant alone is suffi-
cient to address the aforementioned question. While size
extensivity is indeed a desirable property, many methods
such as HF, MP2, and MP3, among others, are all size
extensive. In fact, given that periodic systems are infinitely
large, size extensivity should be viewed as a necessary
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condition for the applicability of any numerical method to
such systems. However, this property does not provide
insight into the convergence rate of the finite-size error. The
cancellation of the Madelung constant plays a pivotal role
here. Nevertheless, demonstrating that CCD calculation (or
even MP3) with the Madelung constant correction exhibits
inverse volume scaling in finite-size error is itself a
significant challenge. This requires the development of
new technical tools not currently available in existing
literature. Indeed, the development and application of these
tools are the main technical contribution of this paper.

In this paper, we elucidate the origin of the inverse
volume scaling behavior. Our analysis consists of two
steps. First, we investigate the structure of the CCD
amplitude equation. We show that the Madelung constant
correction, commonly used to reduce finite-size errors in
Fock exchange energy and orbital energies, can also be
applied to reduce the finite-size error in ERI contractions
within the CCD amplitude equation. We establish a con-
nection between the Madelung constant correction and a
quadrature error reduction technique known as the singu-
larity subtraction method [45]. By subtracting the leading
singular terms from the integrands in the numerical quad-
ratures, the Madelung constant correction reduces the
finite-size errors in both the ERI contractions and the
orbital energies from O(Ny'/?) to O(Ni!). Furthermore,
we demonstrate that, with the Madelung constant correc-
tion, the finite-size errors in CCD(n) and converged CCD
calculations satisfy the desired inverse volume scaling.

In the second step of our analysis, we observe that, upon
convergence of the CCD amplitude equations, the
Madelung constant corrections to both orbital energies
and ERI contractions perfectly cancel each other out for any

TABLE 1.

finite-sized system. This cancellation ensures that the CCD
correlation energy remains the same, regardless of whether
the Madelung constant correction is applied. Combining
this result with the first step, we conclude that the finite-size
error of the correlation energy in converged CCD calcu-
lations satisfies the desired inverse volume scaling without
the need for any additional correction schemes. However,
prior to the convergence of the amplitude equations, this
perfect cancellation does not occur, and the finite-size error
of CCD(n) calculations remains O(N;l/ ?). A similar lack
of cancellation occurs when the orbital energies take their
exact value at the TDL but the ERI contractions are not

corrected, resulting in an O(N ;l/ 3) finite-size error for both
converged CCD and CCD(n) calculations studied
in Ref. [41].

To validate our theoretical analysis, we perform CCD
calculations on a 3D periodic hydrogen dimer system using
the PYSCF software package [46]. Our numerical results
support the conclusions drawn from the theoretical analysis
and provide further evidence for the finite-size scaling
behavior summarized in Table 1.

The paper is organized as follows. Section II introduces
background knowledge and basic notations. Section III first
decomposes the finite-size error in CCD(n) calculations
into the errors in four basic components and then describes
how the four components contribute to the overall finite-
size error with the possible Madelung constant correction.
Section IV explains the key ideas of how the Madelung
constant correction can reduce the finite-size error in orbital
energies and ERI contractions from a numerical quadrature
perspective. Section V illustrates the numerical results that
corroborate our error estimate. Lastly, Sec. VI discusses the
implication of our theoretical study and future directions.

Finite-size scaling of different computational theories with and without corrections to orbital energies

and ERI contractions. The first two rows refer to the finite-size scaling of the Hartree-Fock (HF) exchange energy,
and the remaining rows refer to the finite-size scaling of the correlation energy (excluding the HF exchange). While
we focus on the Madelung constant correction in Ref. [31] and this work, any correction schemes that reduces the
finite-size errors in orbital energies and ERI contractions to O(Ny!') can also be applied, and the conclusions drawn
here remain valid. In particular, exact values of single particle orbital energies at the TDL satisfy the condition
above. N/A means that Madelung constant correction does not apply within the theory.

Correction to

Correction to

Finite-size

Theory orbital energies ERI contractions scaling References

HF N/A X N;1/3 [31, Theorem 3.1] and [6,17,47]
HF N/A v Nyt [31, Theorem 5.1] and [47]
MP2 4 N/A Ny! [31, Theorem 4.1] and [15,34]
RPA, SOSEX, drCCD v N/A Nyt [33,34]

MP3 v X N2 [41]

MP3 v v Nyt Theorem 1
CCD(n)/CCD v X NP NG [41]
CCD(n)/CCD v v Ni'/N! Theorem 1/Theorem 2
CCD(n)/CCD X v NP N Theorem 1/Theorem 2
CCD(n)/CCD X X N3N Theorem 1/Corollary 3
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II. BACKGROUND

Consider a unit cell and its Brillouin zone denoted as Q
and QF, respectively. Denote the associated real- and
reciprocal-space lattices as L and L*, respectively. To
model such a periodic system, the Brillouin zone Q* is
commonly discretized using a uniform mesh K of size Ny
(known as the Monkhorst-Pack grid [29]). The orbitals and
orbital energies (also called bands and band energies)
{W,x €} indexed by orbital indices n and momentum
vectors k € IC can be solved by the HF method. As a
common practice, n € {i, j} refers to an occupied orbital
and n € {a, b} refers to an virtual orbital. Throughout this
paper, we use the normalized ERI:

(ni1ky, noks|nsks, ngky)

4z / 1

Q| m@mklm(klm)(G)@nzkz,m(kz_q)(—G),
Gel*
(1)

where q = k; — k; is the momentum transfer vector,
the crystal momentum conservation k;+k, —kj3 —
kyeLl* is assumed implicitly, and 0, .k (G) =
(e | & K=G) Ty, ) is Fourier representation of the pair
product. The primed summation over G means that the
possible term with q + G = 0 is excluded in the numerical
calculation. Using a finite mesh /C, the HF orbital energy
without any correction is computed as

Nk = (nk|Ho|nk)

1 . . . :
+N—kaKZ (2(ik;,nk|ik;,nk) — (ik;, nk|nk.ik;)),
i€ 1

(2)

where H refers to the single-particle component of the many
body Hamiltonian.

In this paper, we focus on three-dimensional insulating
systems with an indirect gap, ie., &g, — &g, >0,
Vi ak; k, To simplify the analysis, we assume that
the orbitals are exact at any k point and the number of
virtual orbitals are truncated to a finite number. In addition,
we assume that the exact orbitals and orbital energies in the
TDL are smooth and periodic with respect to their
momentum vector index k €Q*. This assumption is a
restriction in our current analysis. For systems free of
topological obstructions [48,49], these conditions may be
replaced by weaker ones using techniques based on Green’s
functions or Hamiltonians defined in the atomic orbital
basis instead of the band basis [50].

A. CCD theory

Based on the reference HF determinant |®), the CCD
theory represents the wave function as

) = 7 [@),

Tog >

i T
Tijah(kiv kj’ ka)aakaahkhajkjaiki’
K ijab k. k;k, €K

where a,tk and a,, are creation and annihilation operators,
respectively, for vk, T (K;. k;, k,) (commonly denoted

as tﬁ:‘ _“}ilfb in the literature) is the normalized CCD double
i»JRj
amplitude, and k, € K is uniquely determined using the

crystal momentum conservation k; +k; —k, —k, €L".
The amplitude tensor Th* = {Tjup(k; K. k) } is defined
as the root of a nonlinear amplitude equation that consists
of constant, linear, and quadratic terms.

In practice, the amplitude equation can be solved using a
quasi-Newton method [9,51], which is equivalent to apply-
ing fixed point iteration to

1
Here, Vv denotes a diagonal operator with entries

8?17(1(,»,jkj,ak(,,bk,, = 85\{;‘ + ell\ﬁ‘l - 8271‘(‘a - egl:‘b, and 1/eVx gives
the diagonal operator with 1 /e%‘j’jki’aka,bkb. The operator
Ay, (T) is referred to as the ERI-contraction map (see the
definition in Appendix A). It consists of contractions
between ERIs and 7 and does not involve orbital energies.
Note that both T and Ay, (T) are tensors indexed by
(i.j.a,b) and (k;. k;.k,) € K x K x K. The CCD corre-
lation energy is then defined as

1
N} ZWijab(ki’ kj. ko) Tijan (ki K Kq)
kK k;kk, €K ijab

= gNk(Tivk)v

Ny
ECCD -

where W;;,(k;. k;. k,) denotes the antisymmetrized
ERI 2(ik;, jk;|ak,, bk;) — (ik;, jk ;|bky, ak,).

In the TDL with K replaced by QFf, TMx=
{Tiap(ki, K k) } with (k; k. k,) €K x K x K should
be replaced by ¢, = {t;j.s(k;.K;.K,)}, where each
tiian(Ki K k,) is a function of (k; k; k,) in Q"x
Q" x Q*. The converged TDL amplitude ¢, satisfies a
similar amplitude equation

1
t= mATDL(t)’ (4)

where Arp, can be obtained from Ay, by taking the limit
(1/Ny) Y kex = (1/1Q%]) Jo- dk  with Ny — co. For
example, the four-hole—two-particle (4h2p) linear term
in [Ay, (T)];;a(Ki, K, K,) converges in Arp (f) as
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1 o
No Z Z(kkk’lkl|lki»]kj>Tklub(kk»klvka)
Kk, ek

K- 1 . .
— @[z dkk2<kkk’ Ik ik, jK ) thran (i Ky k).
K

(5)

The image of Arpy, is a set of functions of (k;. k;.k,)
indexed by (i, j, a, b). The CCD correlation energy in the
TDL is defined in a similar way as

1
TDL _
Eccp = W[z*xg*xg* dk;dk ;dk ,Wij. (ki k. k,)

X tijan(Kin K Ky)
= Grpr(2.).

Applying n steps of fixed point iteration over Eqgs. (3)
and (4) with zero initial guess (i.e., t =0, T =0), we
obtain the CCD(n) amplitude and the CCD(n) energy:

EgéD(n) =Gy, (T*) EEBI]S(,,) = GrpL (1)
= (eNk)_IANk(TZk—J = 1, = (™) Agpp (-1

TONkZO t0:0.

(6)

CCD(n) is related to the perturbative description of CCD
and consists of a subset of finite order perturbation energy
terms in the Mgller-Plesset perturbation theory. For exam-
ple, CCD(1) can be identified with MP2, and CCD(2)
contains all the terms in MP2 and MP3 and a subset of
terms in MP4.

One main result of this paper is the rigorous analysis of
the finite-size error in CCD(n) calculation with any fixed
n > 0. If the fixed point iterations in both the finite and
TDL cases converge to the CCD amplitudes as n — oo, i.e.,
Tf,v“ — TN and t, — t, (the technical definition of this
convergence is provided in Appendix C), the finite-size
error analysis for CCD(n) also applies to the converged
CCD calculation. In other words, we analyze the finite-size
error in CCD calculation using a perturbative approach
based on the analysis on CCD(n).

B. Madelung constant correction

Reference [41] shows that the finite-size errors in

CCD(n) and CCD both scale as O(N,. 1/ %) when assuming
that exact orbital energies are used in the amplitude
equation (3). The same finite-size scaling also appears in
Fock exchange energy and occupied orbital energy calcu-
lations. One common correction to reduce the finite-size
errors in the latter two calculations is to add a Madelung
constant shift [6,47,52] to the Ewald kernel. This shift

introduces a correction to all involved ERIs in the calcu-
lations as

<”1k17 n2k2|n3k3, n4k4> - 5n,n35n2n45k|k35k2k4Nk5-

Such a correction is triggered only in ERIs which have fully
matched orbital indices, i.e., n; = n3, n, = ny, and zero
momentum transfer, i.e., k; = k3. The Madelung constant
£ is defined uniquely by the unit cell and the k-point mesh
K as

1 1 ) A e=olatGP 44
= (w2 i L) i rar N
kger, Gel q k
1 erfc(o™'/2|R|/2)
i S bl VA 7
=

where Ky is a uniform mesh that is of the same size as K
and contains q =0 and Ly is the real-space lattice
associated with the reciprocal-space lattice q + G with
q€K,y.GeL. Note that £ does not vary with respect to
o> 0 [6] and this parameter ¢ is commonly tuned to
control the lattice cutoffs in the summation over L* and L
in Eq. (7) when numerically computing &.

For finite-size orbital energy calculation in Eq. (2), the
Madelung constant correction gives

Enk = Ny . . (8)
€ n is virtual.

Ny & { €Nk + & nis occupied,

For the ERI contractions in Ay, (T), this correction
should be applied to six linear amplitude terms (see
Appendix B 2). For example, the 4h2p linear term in
Eq. (5) should be modified to

1 o
No Z Z<kkkvlkl|lki9]kj>Tklab(kk’khka)
Kk.ek ki

—&Tijan (ki K, Ky). 9)

Collecting the corrections to all six terms together, Ay, (7T)
is modified to

Ay (T) = Ay, (T) + 22T. (10)

In the finite-size CCD(n) and converged CCD calculations,
the Madelung constant correction can be applied to the
orbital energies, ERI contractions, or both in the amplitude
equation (3). As a result, we may have three correction
schemes compared to the standard calculation without any
correction.

Particularly, applying the Madelung constant correction
to both components gives the amplitude equation
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1

1
T= gNk 4 25 ['ANk (T) + ZéT] = WAN'“S(T)‘ (11)

It can be easily verified that this amplitude equation has the
same solution as Eq. (3) without any correction. Its CCD
solution is, thus, identical to the one without correction.
However, the associated CCD(n) calculation differs and
can be interpreted as solving the original amplitude
equation (3) using a quasi-Newton method that has a 2¢&-
diagonal shift to the Jacobian matrix.

III. MAIN STATEMENTS

We start our error analysis with the CCD(n) calculation
with a fixed number of iterations n > 0 and then general-
ize the analysis to the fully converged CCD calcu-
lation. In CCD(n), the finite-size error is quantified by

TDL N
ECCD(n) - EcckzD(n)

traced back to two sources: the difference in energy oper-
ators, Grpy, versus Gy, , and the difference in amplitudes, 7,

. According to Eq. (6), this error can be

versus Tff“. Recall that 7, and Tﬁlv“ are the amplitudes of the
system in TDL and finite-size cases, respectively. Let us
consider the evaluation map, denoted by M. This map
evaluates a tensor valued function, initially defined on the
product space Q* x Q" xQ*, on a finite-sized grid
K x IC x K. Consequently, the values of the TDL amplitude
t, on this finite-size grid, IC x K x K, are given by M -t,, and
are approximated by the finite-size amplitude T5*.

By applying the triangle inequality, we can decompose
the finite-size error into two distinct sources: the errors
arising from the discretized energy calculation using the
exact amplitude Mz, and the errors stemming from the
amplitude calculation itself:

| ETDL

N,
CCD(n) — Ecc

CCD(n)|
<|GroL(th) =Gy, (Micty) |+ Gy, (Mict,) =Gy, (o)
<[GroL(ty) =Gy (Mit,)]

C
+FZ > Mty =T (ki k k)] (12)

K ijabk, k;k, €K

Here, we use the fact that [W;;,,(k;, k;, k,)| can be upper
bounded uniformly by a constant.

To further break down the error in amplitude calculation,
we note that 7, and Th* are recursively constructed by
Eq. (6) with initial values ¢, = 0 and TONk = 0. As a result,
the error in the CCD(n) amplitude calculation can
also be recursively decomposed using the same strategy
above as

1
M/Ctn - TnNk :ﬁ[MKATDL(tn—l ) _ANk (Mlctn—l )]

1 1
+ Ay, (Mity-1) LTW—TJ

£

o [An Mito) = A (0] (13)

The three error terms from this dissection can be interpreted
as the errors in ERI contractions using exact CCD(n — 1)
amplitudes, orbital energies, and CCD(n — 1) amplitude
calculation composed with Ay, , respectively. For the
last term, it can be shown that entries in Ay, (Mt,_;) —
ANk(Tgl‘l) have the same scaling with respect to Ny as
those in Myt,_| — Tanl. Replacing the last term by
Mict,_; — Tlnv_“1 and applying the dissection recursively,
we find that the error in the CCD(n) amplitude calculation
is determined by those in the ERI contractions and orbital
energies, i.e., the first two terms in Eq. (13).

Overall, the finite-size error of CCD(n) calculation
can be decomposed into errors in three basic factors:
(i) energy calculation using exact CCD(n) amplitude,
(ii) ERI contractions using exact CCD(n — 1) amplitude,
and (iii) orbital energies. This error decomposition is also
valid when applying the Madelung constant correction to
orbital energies [Eq. (8)] or ERI contractions [Eq. (10)]. By
analyzing these three error sources with or without cor-
rections separately, we can obtain the finite-size error
estimate for CCD(n) with various correction schemes.

The Madelung constant correction can reduce the finite-
size error in orbital energies from O(N;'/?) to O(Ni)).
This correction is at the HF level. One main technical result
of this work is to show that the Madelung constant
correction can also reduce the finite-size error in most
(but not all) entries of the ERI contraction [note that
M Arp(t) = Ay, (M) is a tensor] from O(N;m) to
O(N); see Sec. IVB. As a result, when applying the
Madelung constant correction to both orbital energies and
ERI contractions in the CCD(n) calculation, the overall

finite-size error can be successfully reduced to O(Ny!).
Theorem 1. In CCD(n) calculation, the finite-size error

in the correlation energy scales as O(N ;1/ 3) in each of the
following scenarios: (i) there is no finite-size correction,
(i) the Madelung constant correction is applied only to the
ERI contraction Ay, , and (iii) the Madelung constant

correction is applied only to the orbital energy ei,v];‘
When the Madelung constant correction is applied to
both Ay, and en* in the CCD(n) calculation, the overall
finite-size error scales as O(Ny!).
As a special case, the same conclusion applies to MP3
calculations.

Proof. See Appendix B. [
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Now what happens to the finite-size error of the CCD
calculation as n — oo? For gapless and small-gap systems,
it has been observed in practice that the fixed point iteration
might not converge or the amplitude equation might have
multiple solutions. While we focus on systems with an
indirect gap, it is worth noting that, even in such favorable
scenarios, the existence and uniqueness of solutions to the
CCD amplitude equations in both finite and TDL cases
remain an open question and are beyond the scope of
this paper.

To study the finite-size error of CCD via the above
results on CCD(n), we make additional technical assump-
tions (see Appendix C) that can guarantee the convergence
of CCD(n) to CCD. Under these assumptions, we show
that the finite-size scaling of CCD calculation is upper
bounded by those of its associated converging CCD(n)
calculations. Numerical observations (see Sec. V) further
show that this finite-size scaling estimate through CCD(n)
is asymptotically sharp for CCD calculation with the
Madelung constant correction applied to orbital energies,
ERI contractions, or both.

Theorem 2 (informal). Under additional conditions on
the convergence of CCD(n) to CCD, the finite-size error of

the CCD correlation energy scales as O(N ;1/ *) in each of
the following scenarios: (i) the Madelung constant correc-
tion is applied only to the ERI contraction Ay, , and (ii) the
Madelung constant correction is applied only to the orbital

energy ef:’k

When the Madelung constant correction is applied to
both AN and snk in the CCD calculation, the overall finite-
size error scales as O(N!).

Compared to Theorem 1, Theorem 2 does not address the
finite-size error of the CCD calculation when no finite-size
correction is applied. The natural conclusion from Theorem
1 is that this finite-size scaling should be O(N k ) as well.
However, this error estimate is loose and inconsistent with
the numerical observations which suggest an inverse
volume scaling. To obtain a tight estimate, we now use
the observation that the CCD calculation without any
correction is equivalent to the CCD calculation with the
Madelung constant correction applied to both ERI con-
tractions and orbital energies. Specifically, when applying
the Madelung constant corrections Egs. (8) and (10), the
CCD amplitude equation in Eq. (11) can be formulated as

(e +26)T = Ay, (T) + 26T & eNT = Ay (T).

With 2£T on both sides canceling each other, this refor-
mulation is exactly reduced to the original amplitude
equation (3) without corrections. Therefore, the roots of
the two amplitude equations with and without the correc-
tions are the same, and the correlation energy in converged
CCD calculation without any corrections is the same as that
with the Madelung constant correction. In other words,
when investigating the finite-size error of CCD calculation
without corrections, we should apply Theorem 2 with the
Madelung constant correction applied to both Ay, and gj,yk“.

This yields a sharp estimate O(Ny.!) and explains the origin
of the inverse volume scaling of the finite-size error.

Corollary 3. Under the same additional conditions as in
Theorem 2, the finite-size error of the CCD correlation
energy without finite-size correction scales as O(Ny!).

We provide the proof of Theorem 2 in Appendix C, and
Corollary 3 follows directly from Theorem 2 and the
reasonings above.

IV. KEY IDEAS

As demonstrated in the previous section, the finite-size
errors in CCD(n) and CCD calculations can be reduced to
the errors in three simpler basic calculations: energy
calculation using exact amplitudes, ERI contraction using
exact amplitudes, and orbital energies. A key observation is
that the finite-size errors in all three calculations can be
interpreted and analyzed from a numerical quadrature
perspective.

For a function g over a hypercube V, we denote a
(generalized) trapezoidal rule using a uniform mesh X" of V
and its quadrature error as

|V|Zg

xeX

Ev(g.X) Z/deg(X)—Qv(g,X)-

Qy (9

Under the assumption of exact orbitals at any k point in
finite-size calculation, the errors in (i) orbital energy,
(ii) energy, and (iii) ERI contraction Ay, can be, respec-
tively, formulated by their definitions as

gTDL( ) gNk (M/Ct) |Q*|3 gQ QX Q* (Zwl]abtuab(ki’ kj7 ka)’ Kx K x IC) ’

ijab

1 . .
M Arp(t) = Ay, (M) = |Q*|5 *<Z<kkkvlk1|lkiv]kj>tklab(kkakl’ka)’lc> T+ (14)

kl
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For ERI contraction in the last line, the error is denoted by a
tensor with indices (i, j, a,b,k;,k;,k,), and the error for
the 4h2p linear term Eq. (5) is detailed with k; being the
integration variable. Meanwhile, terms not shown account
for errors from computing other linear and quadratic
amplitude terms. From a numerical quadrature perspective,
all three finite-sized calculations approximate the corre-
sponding integrals in the TDL using the trapezoidal rule
and a finite mesh /C to discretize Q*. Therefore, their finite-
size errors can be estimated systematically by quadrature
error analysis.

In general, the quadrature error associated with a
trapezoidal rule is influenced by the integrand’s smoothness
and boundary conditions. If we take Ak as the mesh size
along each dimension, the quadrature error for a smooth
integrand is typically of order O(AA?). Interestingly, if the
integrand is also periodic, the error diminishes much more
rapidly than it does in a nonperiodic scenario. The decay
rate is faster than any finite power of Ah, showcasing a
superalgebraic decay [53]. However, for an integrand
periodic but marked by singularities, its quadrature error
tends to taper off at a slower rate.

For quadrature errors in Eq. (14), the involved integrands
are all periodic across their integration domains. However,
many of these integrands have singularities within the
domains, affecting the scaling of their quadrature errors. As
demonstrated next, these integrands include point singu-
larities arising from both ERIs and amplitudes, resulting in
low-order power-law decay of the corresponding quad-
rature errors as Ny increases.

A. Singularity structure and quadrature
error estimate

All the quadrature errors in Eq. (14) have integrands
comprising of either ERIs or contractions between ERIs
and exact CCD(n) amplitudes. The integration variables
are momentum vectors sampled in the Brillouin zone Q*.
Consequently, understanding the singularity structure of
ERIs and exact CCD(n) amplitudes with respect to their
momentum vector indices is crucial in comprehending the
singularity structure of these integrands and ultimately
estimating the quadrature error in the three basic
calculations.

First, consider a generic ERI (n Kk, noK,|n3Kks, nyky)
with fixed band indices (n;,n,,ns,n,) and treat it as a
function of k;, k,, and q =k; —k; in Q* By its
definition, the ERI can be separated as

(niky,nyk;[nsks. ngky)
. 4r énlkl»”3(k1+Q)(0)@”2k2s’14(k2—‘I) (0)

e lqf?
+4_7T ﬁnlkl,n3(k1+q) (G)ﬁnzk;m(kz—q) (_G) ) (15)

Since we assume all orbitals v, periodic and smooth with
respect to k € Q*, this ERI has a point singularity at q = 0
only due to the first fraction term. Specifically, this term is of
fractional form f(k, k», q)/|q|* with a smooth numerator f.
As can be verified by direct calculation, such a fraction term
can have its point singularity at q = 0 described by the
following general concept called algebraic singularity.

Definition 4 (informal). A function f(x) has algebraic
singularity of order yER at x,€R? if every Ith-order
derivative near x,, is bounded asymptotically by |x — x|/,
ie.,

’if(x) <Clx—xo| ™, ¥V ax>0,

ox*
where a denotes a non-negative d-dimensional derivative
multi-index. For brevity, f is said to be singular at x, with
the order of y. See Definition 8 in Appendix B for the
rigorous mathematical definition.

A representative example of such a singular function of
order y is g(x)/|x|?, where g(x) is smooth and scales as
O(|x[**7) near x = 0. Using orbital orthogonality, the
generic ERI exhibits singularities at ¢ = 0 with the order
of 0 when band indices mismatch (n; # n3, n, # ny), —1
when they partially match (n; = ns,n, #ny or n; # ns,
n, = ny), and —2 when they fully match (n; =n3,n,=ny).

We can now characterize the singularity structure of
integrand > ; W;,;,(k;, k,k;) defined by orbital energy
ePL in Eq. (14). Fixing (n,k), the leading singularity in
each W,,;,(k;, Kk, k;) (as a function of k;) comes from the
exchange term (ik;, nk|nk, ik;) which has algebraic sin-
gularity at k; = k of order 0 when i #n and —2 when
i = n. In computing e!P", the overall integrand is, thus,
singular at k; = k of order O for a virtual band »n and —2 for
an occupied band n.

For such periodic functions with one point of algebraic
singularity, the conventional textbook analysis of the
trapezoidal rule is overly pessimistic. A key technical tool
in this work is Lemma 5 below, which provides a rigorous
and sharp quadrature error estimate linking its error scaling
to the singularity order. (See Lemma 22 in Appendix D for
a more general statement.)

Lemma 5. Let f(x) be periodic with respect to V =
[~1.4]9 and smooth everywhere except at x =0 with
singularity order y > —d + 1. At x =0, f(x) is set to 0.
The quadrature error of a trapezoidal rule using an m?-sized
uniform mesh X that contains x = 0 can be estimated as

[Ev(f, X)] < Cm(#7),

If f(0) is set to an O(1) value in the calculation, it
introduces additional O(m~%) quadrature error.

Combining this error estimate with the integrand singu-
larity structure for orbital energies (with m = N 11(/ d=3,
and y = —2,0 for occupied and virtual orbitals, respec-
tively), we obtain the finite-size error estimate for orbital
energy calculation as
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LTDL _ n is occupied,

N3
En = € SC{ K (16)

Ni!  nis virtual.

To adapt the above approach for examining energy and
ERI-contraction calculations with exact amplitude, we need
to characterize the singularity structure of the exact
CCD(n) amplitude entries. First, we note that the exact
CCD(1) amplitude is just the MP2 amplitude

{<aka’ bk, |ik;, jkj>(£;r12,];kj,akd.bk,,)_l }

As a function of (k;, k;, k,), each CCD(1) amplitude entry
indexed by (i, j, a, b) has the same singularity structure as
the included ERI term, which is singular at k, — k; = 0 of
order 0. It turns out that the exact CCD(n) amplitude with
any n>0 all has the same singularity structure
as (ak,, bk,l|ik;, jk;).

Lemma 6 (singularity structure of the amplitude,
Lemma 4 in Ref. [41]). In CCD(n) calculation with
n > 0, each entry of the exact double amplitude 7, =
{[tulijap(ki kj, k,)} belongs to the following func-
tion space:

T(Q") = {f(k;. k;, k,): f is periodic with respect to k;, k;, k, €Q",

f is smooth everywhere except at k, = k; with algebraic singularity of order 0,

f is smooth with respect to k;, k; at the singularity k, = k;}.

Combining the above singularity structure characterizations of ERIs and exact CCD(n) amplitudes, we are able to
analyze the integrands for energy and ERI-contraction calculations in Eq. (14). Take the CCD(n) exchange energy term as

an example whose finite-size error can be formulated as

1
e

ijab

with integration variables (k; k; k,). For each set of
(i,j,a,b), both the associated ERI and exact amplitude
in the integrand exhibit an algebraic singularity of order O at
k,—k; =0 and k, —k; =0, respectively. For such a
product of two functions with algebraic singularities, we
also provide a rigorous quadrature error estimate similar to
Lemma 5. Specifically, for all the integrands in the energy
and ERI-contraction calculations, their quadrature errors
are determined by the most singular product components in
the integrand. The quadrature error still scales as m~(@+7)
similar to Lemma 5 but with y denoting the minimum
algebraic singularity order of all ERIs and exact ampli-
tudes.

For the exchange term above, all involved ERIs and
exact amplitudes have point singularities of order 0 and
similar for the direct term. Thus, we can get the finite-size
error estimate for the energy calculation using exact
CCD(n) amplitude as

|GroL (1) = Gy, (Mic1)] < CNi'. (17)

Similar analysis is also applicable to ERI contractions
using exact amplitudes. The key distinction lies in the fact
that the ERI contractions involve integrands formed by
ERIs with stronger singularities, such as those defined by
particle-particle or hole-hole diagrams. A prominent exam-
ple is the 4h2p linear term in Eq. (5), where the involved
ERI (kK. IK,|ik;, jk ;) exhibits an algebraic singularity of

|3 Eq xarxar <Z<ikivjkj|bkh’ aku>tijab(kiv k;, k,), K x K x ’C),

[
order —2 at k;, = k; when k =i and / = j. Consequently,
as per the above analysis, the finite-size error in the 4h2p

linear term calculation alone scales as O(N l:]/ 3). This error
turns out to dominate the overall finite-size error in the ERI-
contraction calculation, and we have

[Myc Arp (1)
< CNy'P,

- -ANk (MICt>]ijab(kiv kj’ ka)

Vi j,ab, Vk.k;k,ek. (18)

B. Madelung constant correction as a quadrature
error reduction method

To reduce the quadrature error for a singular integrand,
one common numerical quadrature technique is the singu-
larity subtraction method [45]. Essentially, this method
involves constructing an auxiliary function 4 that possesses
the same leading singularity as the integrand g. The integral
is then approximated as

dxg(x Z g—h)( dxh(x)
|X|xex 4
e (/ g3 09

xeX xek
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This approximation consists of the numerical quadrature of
g — h and the exact integral of & (which can be computed
analytically or numerically with high precision). It is also
equivalent to adding a correction £y (h, X) to the numerical
quadrature of ¢. By this correction, the quadrature
error changes from Ey (g, X) to Ey(g—h, X). Since h
removes the leading singularity of ¢ in the subtraction
g—nh, Ey(g—h,X) can be asymptotically smaller than
Ev(g. X).

The Madelung constant defined in Eq. (7) can be
reformulated using an arbitrary ¢ > 0 as

1 QF 4 e~olarGP
() S
o k qely’ Gel* |q+ |

+ O(NgY). (20)

Compared to Eq. (19), this representation connects £ to the
singularity subtraction correction defined by an auxiliary
function

The effectiveness of the Madelung constant correction to
reduce the finite-size error can be rigorously explained by
this connection.

Taking the occupied orbital energy ¢, as an example, its
exchange portion leads to the dominant finite-size error,
and the associated Madelung constant correction modifies
the calculation as (with a change of variable k; — k — q)

! <Z<i(k —q),nk|nki(k—q))) _¢

quequ i

Comparing this calculation with Egs. (19) and (20), the
Madelung constant correction exactly uses the auxiliary
function h,(q) to remove the leading singularity (i.e.,
4r/1Q||q|7?) of the target integrand and, thus, reduces
the associated finite-size error asymptotically to O(Ny!).

One major technical contribution of this paper is to
rigorously prove the effectiveness of the Madelung constant
correction for reducing the finite-size error in the ERI-
contraction calculations following the same singularity
subtraction interpretation. For instance, consider the
4h2p linear term calculation in Eq. (5) with any fixed

A o-ola+GP entry index (i,j,a,b.k; k; k,). Using the change of
hs(q) = Z —_——, variable k; — k; — q, this term with the Madelung con-
Q|lq +GP - :
Gel* stant correction can be detailed as
1 o
N_kq; (%:(k(ki - q). l(k; +q)|ik;, jK;) tiap (ki — q. K +q, ka)) —&tijan(Ki K k). (21)
q

The leading singularity of the integrand comes from the
product with (k,1) = (i,j). In this product, the ERI is
singular at ¢ = 0 of order —2, and the amplitude is singular
at q = k; —k, of order 0. The correction in Eq. (21)
defines a singularity subtraction with an auxiliary function
hs(Q)t;;ap(k;. K. k). This auxiliary function shares ex-
actly the same leading singularity as the integrand at ¢ = 0
due to the ERI term, i.e.,

dr 1

= tiap (K K K,).
|Qf [q2 e

Similar to the orbital energy analysis, the finite-size error in
this 4h2 p linear entry can be reduced to O(Ny!'). However,
the key difference here is that this error reduction is the case
only for most but not all the amplitude entries. The
exception is when the amplitude singularity q = k, — k;
is close or equal to the ERI singularity q = 0, i.e., when
computing an ERI-contraction entry whose momentum
vector indices k; and k, are close or identical. In the worst
case when k; = k,, the two singularities overlap and the
finite-size error of such a 442 p linear entry can be shown to

be still of scale O(N ;l/ 3). Similar analysis also applies to
other terms in the ERI-contraction calculation.

In summary, the Madelung constant correction does not
uniformly reduce the finite-size errors in the ERI-contrac-
tion tensor. This is the case for the 4h2p linear term and
also for other terms in the ERI contraction. More precisely,
we have the following technical error estimate (see Lemma
11 in Appendix B for the general statement and proof).

Lemma 7 (error in ERI contractions). The finite-size
error in the ERI contractions using exact CCD(n) ampli-
tude ¢, with the Madelung constant correction in Eq. (10)
satisfies

‘[MICATDL(tn) - ANk.f(MKtn)]ijab(ki’ kj’ ka)

SN q 20
<Cq
N;1/3 qi. = 0,

where q;, = k, — k; + Gy with Gy €L* chosen such that
qiq € Q.

As a result of this nonuniform error reduction, the
maximum entrywise finite-size error in the CCD(n)
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amplitude calculation Mjt, — Th* with the Madelung

. . —1
constant correction remains O(N / %). However, the aver-
age entrywise error satisfies the bound

1 " .
N3 Z Z (Mt — T”k]ijab(kiv kjvka)‘ < CNkl.
k ijab k;.k;k, €K

From the error decomposition in Eq. (12), such a refined
bound is sufficient for our finite-size error analysis.

Therefore, the Madelung constant corrections to the ERI
contractions and the orbital energies effectively reduce the
finite-size error in the overall CCD(n) energy calculation
to O(Nh).

V. NUMERICAL EXAMPLES

To validate the above theoretical analysis, we conduct
CCD and CCD(n) calculations on a 3D periodic system of
hydrogen dimers. One hydrogen dimer is positioned at the
center of each cubic unit cell with an edge length of 6 bohr
in the x direction and a separation distance of 1.8 bohr. For
each uniform mesh /C, we perform an HF calculation on K
to obtain the orbitals and orbital energies. We then perform
CCD and CCD(n) calculations under four distinct settings,
each with a different combination of the Madelung constant
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FIG. 1.

correction to the orbital energies and the ERI contractions
in the amplitude equation. Specifically, we compute CCD
and CCD(n) with both corrections, the correction to the
orbital energies alone, the correction to the ERI contrac-
tions alone, and without any corrections. All the calcu-
lations are carried out using the PYSCF package [46] with a
minimal basis set gth-szv.

Figure 1 illustrates the numerical results of the CCD(1),
CCD(2), CCD(3), and converged CCD calculations. For
CCD(1), which is identical to MP2, we have T, = 0, and
the Madelung constant correction to the ERI contractions
has no effect. As a result, the curves for the calculations
with and without this correction are identical. For CCD(2)
and higher, the four correction settings produce distinct
curves. Only the CCD(n) calculation with both corrections
exhibits a convergence rate of O(Ni'), while the other
three calculations have convergence rates of (’)(N;l/ 3).
This highlights the importance of taking into account the
Madelung constant correction to both the orbital energies
and ERI contractions in higher-level CCD(n) calculations.
As CCD(n) converges to CCD, the difference between the
calculation with both corrections and the one without any
corrections gradually diminishes to zero, and the finite-size
error satisfies the inverse volume scaling.
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Convergence of the CCD(1), CCD(2), CCD(3), and CCD correlation energies for a 3D periodic system of hydrogen dimers

with increasing Ny.. The settings are distinguished by the presence or absence of the Madelung constant correction to the orbital energies

“ Nk,f”
( €k
1/3

points N}/

) and the ERI contraction (“Ay, (). In (a)-(d), the dashed curves show the power-law fitting using Cy + C; Ny 13 and data
= 3, 4, 5 for the two cases with partial Madelung constant correction. (e)—(h) plot the curve fittings using N, ;1/ *and N o

over the calculations with correction to both components, numerically corroborating the inverse volume scaling.
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VI. DISCUSSION

Recent years have witnessed significant progresses in
leveraging wave function methods to study solids. One
important driver of this trend is the potential of these methods
to provide systematically improvable results. Among the
simplest post-HF methods, MP2 has been applied to increas-
ingly large periodic systems along with the development of
efficient implementations utilizing density fitting and paral-
lelization techniques [16,23]. Notably, the next-order
method, MP3, has also been applied to periodic systems
recently for the first time [24]. Though computationally
much more expensive, CC theory has also gained momentum
in this context. It is being increasingly employed to com-
pute ground state and band structures for a variety of
solid materials including insulators and metallic systems
[17-19,22,25]. Furthermore, related theories such as equa-
tion-of-motion coupled cluster theory, GW method, and
algebraic diagrammatic construction theory also start their
utilizations in computing excited state properties of solids
[20,21,24]. Because of the omnipresence of finite-size
effects, as wave function methods continue to be increasingly
applied to periodic systems, the importance of developing a
thorough understanding of finite-size effects becomes even
more pronounced.

In this work, we fill a gap in understanding the finite-size
error in periodic coupled cluster calculation for insulating
systems. Notably, we reveal an unexpected inverse volume
scaling of this error in CCD calculation. This behavior
manifests even in the absence of any finite-size correction
schemes, owing to an error cancellation. Our findings,
together with the methodologies employed in this study,
provide valuable insights for practitioners, method devel-
opers, and theorists.

For practitioners, when applying computational quantum
chemistry methods to periodic systems, reducing finite-size
errors using techniques such as power-law extrapolation
requires an in-depth understanding of the error scaling.
This is particularly important when calculations are con-
strained to small-sized systems due to the steep increase of
the computational cost with respect to the system size and
limited resources. Many production-level quantum chem-
istry packages that support periodic systems use certain
finite-size corrections to reduce errors in the HF exchange
energy calculation and the HF orbital energies. For in-
stance, the truncated Coulomb correction scheme [54,55]
can be applied to insulating systems, so that the finite-size
error in orbital energies decays superalgebraically with
respect to Ny. However, our analysis shows that if this
correction is applied only to the orbital energy but without
any correction to ERI contractions, the finite-size error of
the correlation energy deteriorates from inverse volume
scaling to inverse length scaling. This is also a finding
consistent with numerical observations.

For method developers, a key aspect of our result is the
connection between the Madelung constant correction and

the singularity subtraction method. This relationship serves
not just as a crucial element in our theoretical proof but also
points toward new methods for further finite-size error
reduction. The Madelung constant correction operates as a
one-shot correction, while the singularity subtraction
method can be systematically improved to reduce the
finite-size error. Our analysis and correction schemes can
also be extended to more advanced coupled cluster theories
such as CCSD, and coupled cluster singles, doubles, and
triples (CCSDT). Exploring the finite-size error in lower-
dimensional systems, such as MATBG that requires a
different form of the Coulomb kernel [4,56], can lead to
different finite-size scaling patterns and novel correction
schemes. Going beyond finite-size corrections, the singu-
larity structure of the amplitude, as outlined in Lemma 6,
may be of independent interest. The singularity structure
imposes important analytic constraints that should be taken
into account when developing efficient numerical methods
for compressing the CC amplitude tensor.

For theorists, several critical questions persist: How can
finite-size error analysis be integrated with the study of
complete basis limits to tackle basis set dependence? How
should the finite-size error behavior in metallic systems be
analyzed, especially when the orbital energy difference in
the denominator could vanish? Can the scope of finite-size
analysis be broadened to include more complex systems
like disordered systems and finite-temperature alloys?
These questions present a fertile ground for future research.
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APPENDIX A: CCD AMPLITUDE EQUATION

In this section, we use a capital letter to denote an index
pair consisting of the orbital index and the k index. For
instance, I = (i.k;), J = (j.k;), A = (a.k,), etc. We use
Pe{l,J,K, L} torefer to occupied orbitals (also known as
holes) and P € {A, B, C, D} to refer to unoccupied orbitals
(also known as particles). Any summation »_, refers to
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summing over all occupied or virtual orbital indices p
and all momentum vectors k, €K, while the crystal
momentum conservation is enforced according to the
summand. This notation is used only in this section to

Using a finite mesh K of size Ny, the normalized
CCD amplitude T2 = {7, (k; k. k,)} = {#}F} with
k;,k;, k, €K is defined as the solution of the amplitude

simplify the notation and also to connect the equations to equation
those in the molecular case [9] for better readability.
AB 1 Nk
t17 = [An, (T yas
€17AB
1 1 1
= [ + PSR = SR ) o S S i
€17AB C K kKL k°cp
1
+ P (g ol -8 - el - 515 )| v (A1)
KC

where 6‘7]543 = sf\l’(" + 6‘;\:("/_ - 82];(‘ - egﬁh, (An, (T)l17a5 = [An, (T)];jap (K, kj, K,), and P is a permutation operator defined
as P(- )48 = (.- )28 + (.- -)BA This reformulation of the CCD amplitude equation is derived from the CCSD amplitude
equation in Ref. [30] by removing all the terms related to single amplitudes and normalizing the involved ERIs and

amplitudes (which gives the extra 1 /Ny factor in the equation and the intermediate blocks). The intermediate blocks in the
equation are defined as

1

k¢ = =7 >_(2KL|CD) = (KL|DC))13?.
k KLD
1
kf =17 Y (2KL|CD) — (KL|DC))if).
k LCD

1
2K = (KL|1J) +N—Z<KL|CD>IICJD,
k“cp

x¢h = (AB|CD),

1
2K = (AK|IC) + MZ(2<LK|DC> — (LK|CD))#4P — (LK|DC)thA,
LD

1
1 &K = (AK|CI) = ——> "(LK|CD)tP},
2Ny 4=

and their momentum vector indices also assume the crystal momentum conservation

K‘}Q)—>kp—kq€|]_*,
x5y =k, +k, -k, —k,el".

In the TDL, the amplitude equation for the exact amplitude 7, = {t;;,»(k;. k;. K,)} = {r}f} as functions of
k;. k; k,€Q" can be formulated by letting K in Eq. (A1) converge to Q* as

= —i5r MATDL (%)) 1748

€17AB
1 1 1
— o @B+ PSRt = o)) o [ Sttt g [k Sty
€17AB C K Q] Jor T Q| Jor d
1
P (i L A o ) s -t )| ¥ 108 (42
' ke
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where the intermediate blocks in the TDL are defined as

= 1/ dk,dk, > (2(KL|CD) — (KL|DC))1i2,
Q*xQ*

|Q*|2 kld

1
KK = A . dktdde(2<KL|CD) — (KL|DC))tP,

2
|Q*| led

)(ij = <KL|IJ> +
cd
x¢h = (AB|CD),
1
2|1Q%| Jor

xié = (AK|IC) +

1
o [, kS KLICD)p,

dk;» (2(LK|DC) - (LK|CD))t4P — (LK|DC)iDA,
ld

1
72K — (AK|CI) ——*/ dk;» (LK|CD)DA.
209 Jor 47

APPENDIX B: PROOF OF THEOREM 1

Restatement of Theorem 1. In CCD(n) calculation, the
finite-size error in the correlation energy scales as

(’)(N;l/ 3) in each of the following scenarios: (i) there is
no finite-size correction, (ii) the Madelung constant cor-
rection is applied only to the ERI contraction Ay, , and
(iii) the Madelung constant correction is applied only to the
orbital energy gj,X{".

When the Madelung constant correction is applied to
both Ay, and eﬁ,vk“ in the CCD(n) calculation, the overall
finite-size error scales as O(Ny!).

As a special case, the same conclusion applies to MP3
calculations.

1. Proof outline

The main context of this paper has provided a brief
description of the main proof idea. In this proof, we recap
some of the equations and concepts discussed before to
make it self-contained. The proofs of Theorem 1 for
CCD(n) calculations with various types of corrections
are based on the error splitting in Egs. (12) and (13), i.e.,

ETDL

N,
CCD(n) — Ecc

cep(| < 19toLltn) = Gy, (Mict,)|

+ C|Myct, = Ta*||y, (B1)

1
Myct, —Th* = 7L (M ArpL(t,—1) = Ay, (Mict,_1)]

1 1
+ Ay, (Mict,1) L’Tﬁ - Tk}

&

+ 8%“ [ANk (MICtn—l> - ANk (TI,,V_kl )] (Bz)

Note that the amplitude error here is measured in the
average norm as

% Z Z|Tijab(ki’kj’k“)|'

Kk, k;k, €K ijab

1Tl =

The finite-size error in CCD(n) calculation is, thus,
decomposed into the error in energy calculation using
exact amplitude, the error in ERI contractions, the error in
orbital energies, and the error accumulated from previous
iteration. The latter three errors together make up of the
error in amplitude calculation. The error in energy calcu-
lation using exact amplitude is studied previously in
Ref. [41]. For completeness, we provide a brief review
of the main results below.

a. Brief review of error in energy calculation
with exact amplitude

One basic observation is that this error in CCD(n)
calculation can be interpreted as the quadrature error of
a specific trapezoidal rule as

|GroL(t,) — Gy, (Mict,)|

1
= 'ng*xﬁ*xg* <Z<Wijab[tﬂ]ijah)v K x K x IC) ‘

ijab

(B3)

Since both Wy, and [t,];;,, are periodic with respect to
k;, k;, k, €Q", the asymptotic scaling of this quadrature
error depends on the smoothness of these two components
that constitute the integrand.

A general ERI (n,k |, n,k,|n3ks, nyk,) can be viewed
as a function of momentum vectors k; and k, and its
momentum transfer vector q = k; — k. This function is
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periodic with respect to each variable in QF, and its
definition in Eq. (1) can be decomposed as

4r @n]kl,n3(k]+q)(0)@n2k2,n4(k2—q) (0) 4

€ la® Q¢ oy la+ G
(B4)

The numerators of all the fractions are smooth with respect
to k, k», and q [note the assumption that y,, (r) is smooth
with respect to k]. Therefore, this ERI example is smooth
with respect to k; and k, and has one point singularity in
Q* with respect to q at q = 0, which is due to the first
fraction term. For any fixed k; and k ;, this point singularity
can be characterized using the concept of algebraic
singularity of certain orders.

Definition 8 (algebraic singularity for univariate func-
tions). A function f(x) has algebraic singularity of order
y €R at x, € R? if there exists § > 0 such that

o*
a;f(x) SCa_5|X—X0|7_‘"‘, V0<|X—X0|<5, VaZO,

where the constant C, s depends on 6 and the non-negative
d-dimensional derivative multi-index a. For brevity, f is
also said to be singular at x, of order y.

The numerator of the first fraction in Eq. (B4) scales as
O(lq]*) with s€{0,1,2} near q = 0 using the orbital
orthogonality. The value of s depends on the relation
between orbital indices (ny,n,) and (n3,ny). As a result,
the algebraic singularity of the ERI example above at
q = 0 with any fixed k and k, has order in {-2, —1,0}.
In addition, to connect this singularity with varying
ki, k, €Q*, we introduce the algebraic singularity with
respect to one variable for a multivariate function.

Definition 9 (algebraic singularity for multivariate
functions). A function f(x,y) is smooth with respect to

|

y€Vy C R for any fixed x and has algebraic singularity
of order y with respect to x at x, € R% if there exists § > 0
such that

% (%f(x,y)>

VO < |x —xq| <86,

< Cypslx — X771,

VyeVy, Vaf>0,

where constant C, 4 5 depends on 6, a, and ff. Compared to
the univariate case in Definition 4, the key additions are the
shared algebraic singularity of partial derivatives over y at
x = X, of order y and the independence of Co g5 0ny € Vy.

By this deﬁnition, the ERI <n1k1,n2k2 n3k3,n4k4> is
smooth everywhere with respect to k;, k;, q € Q" except
at q =0, and the singularity order ye{-2,—1,0}.
Specifically, y equals to —2, —1, and 0, respectively, when
the orbital indices are fully matched, i.e., n; = n3, n, = ny,
partially matched, i.e., ny =n3,n, # ny or ny #n3,ny, =ny,
and not matched, i.e., n| # n3, n, # ny. If treating the ERI
example as a function of k;, k,, k5 instead, we equiv-
alently claim that the function is singular at k; = k3 of
order y.

One key result in Ref. [41] is the singularity structure
characterization for the exact CCD(n) amplitude 1,
which is essential for estimating the quadrature error in
Eq. (B3). It turns out that each exact amplitude entry
(tulijan (ki Kj, k,) with any n >0 has one point of
algebraic singularity of order 0 at k, — k; = 0, sharing a
similar singularity structure as the ERI (ik;, jk;|ak,,
bk,) or the exact MP2/CCD(1) amplitude entry
(8iTlg,ijj,aka,bkb)_l<akm bk, |ik;, jk;).

Restatement of Lemma 6 (singularity structure of the
amplitude, Lemma 4 in Ref. [41]). In CCD(n) calculation
with n > 0, each entry of the exact double amplitude ¢,
belongs to the following function space:

T(Q") ={f(k; K, K,): f is periodic with respect to k;, Kk, k, € Q",

f is smooth everywhere except at k, = k; with algebraic singularity of order 0,

f is smooth with respect to k;, k; at the singularity k, = k;}.

Based on the above singularity structures of ERIs and
exact amplitudes, the integrand in the energy calculation in
Eq. (B3) consists of products of periodic functions where
each has one point singularity of order 0. (Recall that W,
is the antisymmetrized ERI and consists of two ERIs that
can be treated separately.) We provide a sharp quadrature
error bound for trapezoidal rules over periodic functions in
such a product form, and its application to Eq. (B3) gives
the following lemma.

Lemma 10 (energy error with exact amplitude, Lemma 5
in Ref. [41]). In CCD(n) calculation with any n > 0, the
finite-size error in the energy calculation using the exact
amplitude 7, can be estimated as

|Grp(1,) = Gy, (Mct,)| < CNi,

where the constant C depends on f¢,,.
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b. Error in amplitude calculation

Based on the error splitting in Eq. (B2), analysis of the
error in amplitude calculation is reduced to estimating the
two main error terms M Arpy (t) — Ay, (Myt) and

Pl _ Nk and understanding how Ay, amplifies the

amplitude error Mt,_; — Tiv_“l from the previous iteration.

Like the energy calculation, the errors in ERI contrac-
tions and orbital energies consist of specific quadrature
errors. In both cases, we can show that the Madelung
constant correction is connected to certain singularity
subtraction methods and can significantly reduce the
corresponding dominant quadrature errors.

Lemma 11 (error in ERI contractions). In CCD(n)
calculation with any n > 0, the finite-size error in the
entries of the ERI contractions using the exact amplitude ¢,
without any corrections can be bounded as

[ Mic Ao (1) = Aw, (Micty)] i (i K )| < O,

ijab

(B5)
The Madelung constant correction reduces this error to
‘[MICATDL(tn) - ANk,g(MICfn)]ijab(ki» k;.k,)

Ve a#0.
SC -1/3
Nk

q=0,

(B6)

where q = k, — k; + Gy with Gy €L* chosen such that
q € Q*. Inboth cases, the constant C depends on ¢, but not on
the entry index (i, j,a,b) and (k;. k;. k,) €L x K x K.
Remark 12. The prefactor 1/|q|? in the above estimate is
important when q € K is near the origin. For example, if
k;, k, €K are adjacent to each other, |q| is of scale

O(N ;1/ 3) and the estimate in Lemma 11 suggests an error

bound of scale O(N;'/?).

Lemma 13 (error in orbital energies). The finite-size
error in orbital energies without any corrections is
bounded as

TDL _

-1/3 . .
Ny Ny B nis occupied,
€nk €1k = c

Ny! n is virtual.
The Madelung constant correction reduces this error to

TDL Ny.&
— €k

elD < CN.

In both cases, the constant C is independent of the entry
index n,k € .

Note that there are three multipliers for the three error
terms in the amplitude error splitting Eq. (B2). These
prefactors are bounded by constants independent of Ny.

First, the orbital energy difference in Eq. (B2) satisfies
|€ikoik, ak, bk, | = 26, by the assumed indirect gap

TDL _

8aka

e~ =€, > 0. Second, since Ay, (T) consists of
constant, linear, and quadratic terms of 7', a straightforward

estimate shows (e.g., using Lemma 7 in Ref. [41]) that

[jabykflf}gﬁ(a e,C| [An, (M/Ctn)]ijab“(i? k. Kk,

2
< CI}}EZ(H[tn]ijabHLW(Q*xQ*xQ*)’

where the L%-norm of [t,];;,, is finite according to
Lemma 6.

Based on the above estimates of these multipliers, we
have that the summation of the first two error terms in
Eq. (B2) is dominated by the error in the ERI contractions
and the orbital energies discussed in Lemmas 11 and 13. If
applying the Madelung constant correction to both orbital
energies and ERI contractions, the summation of the first
two error terms has its entries bounded asymptotically the
same as Eq. (B6). Otherwise, its entries are bounded
asymptotically as in Eq. (B5). Lastly, for the third error
term in Eq. (13), the application of Ay, /Ay, ¢ can be
proved to maintain the entrywise error scaling obtained in
Lemma 11.

Lemma 14. Consider two arbitrary bounded amplitude
tensors 7', S &€ Cloce*Moce XMyieX i XNixXNkxXNk and assume their
entrywise upper bound independent of Ny. If the difference
between T and § satisfies an estimate similar to that in
Eq. (BYS), i.e.,

—1/3
[T = S0 (ki kj K,)| < CNR2,

the ERI-contraction map without any corrections Ay,
satisfies

A, (T) = Ay, ()] jap (i K. K, )| < CNG.

If the difference between T and S satisfies an estimate
similar to that in Eq. (B6), i.e.,

q#0,

q=0,

e

q

[T = S]ijan (ki K ko) < C{ N3
K

the ERI-contraction map with Madelung constant correc-
tion Ay, . satisfies

Vi a#0.

HANk,g(T)—ANk,§<s>L,-ab<k,-,k,-,ka>|SC{ s
Ny q=0.

Combining the estimates of the three error terms in
Eq. (13) and the initial condition Mt, = Tf)v“ = 0 in both
cases with and without Madelung constant correction, we
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can obtain the entrywise estimate of the error in the
CCD(n) amplitude calculation recursively. First, for the
CCD(n) calculation without any corrections or with partial
Madelung constant corrections to either orbital energies or
ERI contractions, we have
-1/3
[Micty = T s (ki K k)| < ONG'PL - (BT)
Accordingly, the average entrywise error can be esti-
mated as

||M/ct = T2";

N D D M -

kk k. k, €K ijab

<CN'.

”l Ljab(kh kj? ku)|

Second, for the CCD(n) calculation with the Madelung
constant correction to both orbital energies and ERI
contractions, we have

N, \q|2Nk 970,
|[M/Ctn Tﬂ ]ijab(kwk/’k )| C (BS)

NP q=0.

Accordingly, the average entrywise error can be esti-
mated as

N,
||Mch = Tu*l;

e T Y M

kk; k;eKqeky ijab

" ]ljab(kl’kj’ki +q)|

1 ~1/3
<Ci- Y |2Nk +CN Ny
K qer,\{0}

<CN.

Plugging the above estimate and the error estimate for
energy calculation in Lemma 10 into Eq. (12) then finishes
the proof of Theorem 1.

Remark 15. In our previous work [41], we use the
maximum entrywise norm to characterize the finite-size
error in the amplitude calculation, which loosens the
average entrywise norm used in the error splitting in
Eq. (B1) as

1Tl < [Tl = max

ki, kj,k
ijabakj,kj,kaejcl l/ab( >|

Without the Madelung constant correction, the maximum
norm suffices since all entries in the amplitude error are of
the same scale, as shown in Eq. (B7). However, this norm is
no longer sufficient for the calculation with the Madelung
constant correction, bounded in Eq. (B8). Because the
maximum entrywise error is now of scale O(N, Y 3) while
most entries are of scale O(N!). In this case, the average
entrywise norm provides a necessary and tighter estimate of
amplitude error.

2. Proof of Lemma 11: Error in ERI contractions

According to the singularity structure of exact CCD(n)
amplitude in Lemma 6, we consider the ERI contraction
using an arbitrary exact amplitude ¢ € T (L2 ) oce*Moce X Mvir>yir
Fixing a set of entry index (i,j,a,b) and (k; k; k,) €
K xICxIC, the error in the indexed ERI-contraction
entry can be detailed as [by comparing Eqs. (Al)
and (A2)]

[(MicArpL (1) = Aw, e (Mich)]jap ki x, = 5] [59* <Z<kk1« Ik |iK;, jK ) trian (Ki K, Ky ), ’C> + |Q7[& s (K, K s ka)]

kl
1
|

_|_...’

where the constant terms cancel with each other, the first
term is the error in the 442 p linear term calculation with the
Madelung constant correction, and the second term is the
error in the 442 p quadratic term calculation. The neglected
ones are the errors in remaining linear and quadratic term
calculations, which can all be similarly formulated as
quadrature errors of specific trapezoidal rules.

In the error analysis for CCD calculation without
corrections in ERI contractions [41], it has been shown

+ 5 B Earxa <Z<kkkvlkl|Ckcvdkd>tijcd(ki7k

klced

Ko tiap (K. K K, ), K x K)

(B9)

that without the Madelung constant correction the error
entry in the ERI contractions is uniformly bounded as

[MicArpr (1) = Ay, (MicD] g ik, | < CNi - (BLO)

More specifically, all the quadratic terms and part of the
linear terms that contain only ERIs with mismatched orbital
indices contribute at most O(Ny!) errors in both Eqgs. (B9)
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and (B10). The dominant error in Eq. (B10) comes from the

calculation of the following six linear terms:

N— > D (ke Iyl ) s (KiK. K ),
kkAeIC kl

Z > {aky, bky|ck,, dkg)tiq(k;, K K),
k ek cd

Z > (ak,. kky|ck,. ik

kkkEIC ke

=L ST Sk kglek e 7KK Ko K,
kkke/C ke

Z Z aka’kkk|0kcvjk >tkzbc<kk7kz7kb)
k, e ke

>tkjcb(kk? kj’ kc)7

Nk

_N_ D0 bk kkylcke, i) tae (ki K K.

Kk, ek ke

which contain ERIs with fully or partially matched orbital
indices. The Madelung constant correction in Eq. (B9) is
only triggered in these six terms. In this proof, we focus on
the error estimate for the 4h2p linear term (the first term
above) with the correction, and similar analysis can be
applied to all the other five terms.

Denote the ERI-amplitude product in the 4h2p linear
term with orbital indices (k, ) as

N k# i L#],

2/3

< CL NG
Nl:1/3

|Ea (Fkl((h)

k=i l#jork#il=]j,
k=1il=],

FM(qp) = (k(k; —qq). I(k; + q;)|ik;. k)
X tyan (K = q1. K +qp. k)
= Hgé(‘ll)Hﬁrlnp(%),
where q; = k; — k;, is the momentum transfer vector of the

ERI. The 4h2p linear term calculation with the Madelung
constant correction using a finite mesh K can be reformu-
lated as

Nik ST 5T R, — Ky — EHYp(0)
kkelC ki
= Z ZF“ ip (0).

Q]EK

using the change of variable k; — k; — q; and the perio-
dicity of F*/(q,). The error of this calculation compared to
its TDL value, i.e., the first error term in Eq. (B9), can be
written as

|Q* (259* Fkl(ql >+ |Q*|€Hamp( ))

Previously, in Ref. [41], the quadrature error for F¥(q,)
with varying (k, 1) is estimated as

Viijayb9 Vkl,k],kaelc. (Bll)

As demonstrated next, in the case of partially matched orbital indices (e.g., k = i, [ # j), this error estimate turns out to be

loose when k; # k, and can be further improved as

i laf
Ea (F()). Kq)| < c{ o
Kk

where q = k,

N q#0,

Vi jab, Vk.kjk,eK, (B12)

—k; + G( with G, € L* chosen to make q € Q*. In the case of fully matched orbital indices (k = i, | = j),

the Madelung constant correction is triggered in the ERI evaluation and can help remove the leading quadrature error when

k; #k, as

o (F()). Kq) + |QF|EH i (0)] < c{ lal*
k

NG

N3

q#0,

q=0,

Vi jab, Vk.,kjk,eK. (B13)

In the following discussion, we prove these two error estimates Eqs. (B12) and (B13) respectively at k; # k.
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a. Error estimate for linear terms with partially
matched orbital indices

Consider a fixed set of (i, j, a, b) and k;. k;, k,, € K with
k; # k,. Assume k = i and / # j. Our target is a sharper
estimate of Eo-(F(q;). Ky). Since K, and Q* are both
inversely symmetric over q; = 0, the quadrature error can
be symmetrized as

. 1 .
Ea (F'(qy).Ky) = —59* (HL(q1)Himp (1)
+H<lalr1( ql)Hamp( ql) )

This symmetrized integrand can be further decomposed
into two terms:

[(Hll (qi) + Héln( Q1>)H£lmp(Q1)]

- [Hleln(_ql)( dmp(ql) dmp(_q1)>]' (Bl4)

For the first term in Eq. (B14), we note that the ERI term
can be detailed as

(q ) Az @z(k,»—ql),iki(o)él(kj+q1).jkj(0)
en 1
|Q| |(11|2
A
+ .

|Q| Gel\{0} |q1 + G‘
The ERI nonsmoothness with q; € Q* comes from the first
fractional term whose numerator is smooth and scales as
O(|q;|) near q; = 0 using orbital orthogonality. It can be
verified directly that H'..(q,) is singular at q; = 0 of order
—1, and after symmetrization H'.(q;)+ H!.(-q;) is
singular at q; = 0 of order 0. Meanwhile, the amplitude
Hil.o (@) is smooth everywhere in Q* except at q; = —q of
order 0 according to Lemma 6. An error estimate lemma in
Ref. [41] (restated as Lemma 24 in Appendix D) provides a
quadrature error estimate for periodic functions in such a
product form and can show that

[Ear ((H;(a1) + Heg (—a1) Hamp (41). Kg)| < CNi

where constant C is independent of i, j, a, b and
k. k; k,eXL.

For the second term in Eq. (B14), direct application of
Lemma 24 leads to error estimate of scale O(N ;2/ 3), since
H'.(—q,) is singular at q; = 0 of order —1. However, note
that Hit, (q;) is smooth at q; = 0 [recall that Hil,,(q;) is
singular only at q; = —q # 0], and, thus, the subtraction
Hibuo(a1) = Hilp(—a1) scales as O(lq,[) near q, =0,
Multiplication by this extra O(|q,|) term improves the
algebraic singularity of H!.(q,) at q; = 0, and the overall
product can be shown to be singular at q; = 0 of order 0.

Intuitively, this improved algebraic singularity at q; = 0
can lead to asymptotically smaller quadrature errors. To
rigorously justify this statement, we generalize Lemma 24
to estimate the quadrature error for this special case.
Lemma 16. Let f(x) = f1(x)f,(x), where f(x) and

f2(x) are periodic with respect to V = [-1,4] and
(i) fi(x) is smooth everywhere exceptat x = z; = 0 of
order y < —1,
(ii) f,(x) is smooth everywhere except at X = z, # 0 of
order O,

(iii) 0%f»(0) = 0 for any derivative order |a| < s.
Assume y > —d for f(x) to be integrable in V and y +
s+ 1 <0 so the leading algebraic singularity of f(x) is at
x = 0. Consider an m?-sized uniform mesh X in V.
Assume that X satisfies that z;, z, are either on the mesh
or ©(m~") away from any mesh points and m is sufficiently
large that |z, — z,| = Q(m™!). Atx = z; and X = z,, f(X)
is set to 0. The trapezoidal rule using X has quadrature error

[Ev(f. )| < CHEL (F1HY G (f)l2g = 2o+

x m—(@trts+l)

Remark 17. The two factors H{'! (f1) and HyY. (f2)
characterize the algebraic singularities of the two functions,
and their exact definition can be found in Appendix D.
Proof of Lemma 16 is provided in Appendix D 2.

In order to utlize this result, we further decompose the
second term in Eq. (B14) into

[Hé1r1< ql)( amp(ql) Hamp(o))]
+ [Hi (1) (Hip (0) = Himp(—a1))]-

Applying Lemma 16 to both terms withy = —1 and s = 0
gives

1
) <Cim
4 lq|

|89*(ngi(_ql)(Hélmp(ql)_ amp( ql)) NE19

where constant C is independent of i, j, a, b and
k;,k;, k,€K. Combining the above quadrature error
estimates for the two terms in Eq. (B14), we prove a
tighter error estimate at q # 0 shown in Eq. (B12) while the
previous result in Eq. (B11) at q = 0 still holds.

b. Error estimate for linear terms with fully
matched orbital indices

Let k=i, I =j and k; # k, and consider the corre-
sponding calculation in the 4h2p linear term. The
Madelung constant correction is applied in the ERI
evaluation at k; = k; or, equivalently, at q; = 0, and the
calculation can be written as
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— EHnp(0)

- Rl

qlelC

=5 Z ( (@) Hinp (1) = ho(a) dmp(()))

QIEIC
+ L / dqyh, (@) Hilp(0) + O(N;),
Q| Jor

which uses the expansion of the Madelung constant with an
arbitrary fixed parameter ¢ > 0 in Eq. (20). Note that the
prefactor in the O(Ny!) remainder term above depends
only on o. The right-hand side of the above reformation is
equivalent to a singularity subtraction method that decom-
poses the original integrand into two terms:

Fii(qy) = Hg(a1)Himp(q1)
= (@ (1) el 20
1) Hitnp (0).
and then computes the numerical quadrature of the first
term and the exact integral of the second term. The

Madelung-corrected calculation, thus, has quadrature error
only from the first term as

+ h,(q

Eq (FU(qy). Kq) + EH o (0)

]
g€ (PP (@) o) 0. K,
+ O(NiY).
Following a similar approach as in the partially matched

case, the effective integrand after the Madelung constant
correction above can be split into two terms as

(HZ(a)) = ho(ay)) Himp (ay)

+ [o(a1) (Haimp (1)

For the first term in Eq. (B15), the subtraction part can be
detailed as

~ Hij(0)].  (BIS)

Hgi(‘h) = h(qy)
4w i)k, (0)2j(k, )., (0) = el
1ol .
+ 4_71-
Q¢ £

where the numerator of the first fraction scales as O(|q;])
near ¢; = 0. This subtraction is, thus, singular at q; = 0 of

order —1 and shares a similar form as the ERI with partially
matched orbital indices. Using the earlier inversion sym-
metry analysis for partially matched case, the quadrature
error of the first term in Eq. (B15) when k; # k, can be
estimated as

ij | O
h (ql))Hajmp(ql),Kq) SC—Nkl,

’gQ* en(ql) |q|

For the second term in Eq. (B15), we exploit the
inversion symmetry of Xy and €2* again, and its quadrature
error equals to that of its symmetrized version as

3 (@) (Hip (@) = 2Hh(0) + Hip(-a.).

This formula uses &,(q,) = h,(—q;) after symmetrization.
Note that /,(q; ) is singular at q; = 0 of order —2, while the
term in the parentheses scales as O(|q;|?) near q; = 0 using
the smoothness of H an (q;) atq; = 0. Therefore, the overall
function above is singular at q; = 0 of order 0. To fit the
integrand form in Lemma 16, we further decompose the
symmetrized integrand above into

~ ;- Vi (0))]
Hilnp(0) = (~=a1) - VHiinp(0))].

Applying Lemma 16 to these two terms separately with y =
—2 and s = 1 gives

[ho(q,)(H amp((h) U »(0)
+ [y (q1)(H amp( q) -

1 i ij ij
Eqr (Eha(Q1)(Haﬁ1p(Q1> —2Hmp(0) + Haij(_ql))’Kq>

! — Ny
“ape

Combining the above quadrature error estimates for the
two terms in Eq. (B15), we prove a tighter error estimate at
q # 0 shown in Eq. (B13) while the previous result in
Eq. (B11) at q = 0 still holds.

The same error estimate can be obtained for all the six
linear terms that trigger the Madelung constant correction,
and the remaining linear and quadratic terms contribute at
most O(N!) quadrature error. Gathering the error esti-

mates for all these terms together and plugging into
Eq. (B9), we finish the proof.

3. Proof of Lemma 13: Error in orbital energies

In the TDL, the orbital energy e%‘; with any fixed n and
k € C converges to

et = (nk|Holnk) + |Q*|/ dkz (2(ik;, nk|ik;, nk)

— (ik;, nk|nk, ik;)).
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Comparing this exact orbital energy with its finite-size
calculation in Eq. (2), the finite-size error without any
corrections can be written as

2
€IEL—€2]]§ :mgg* <Z<lkl,nk|lkl,nk>,K>

1

1
—|Q*€Q¥<Z(iki,nk|nk,iki),lc>. (B16)

i

For the first quadrature error in Eq. (B16), i.e., the finite-
size error in the direct term, the ERI with each i can be
specified as

4 Ai i G An n -G
(ik;., nk|ik;, nk) = - Pikik |)é|2k*"( )

Q[ ¢ L\{0}

Note that the momentum transfer vector of this ERI is
always zero and the singular fraction term in this ERI is set
to 0 by definition. As a result, the integrand is periodic and
smooth with respect to k; € Q*. Therefore, the quadrature
error of the direct term calculation, thus, decays super-
algebraically according to Lemma 20 as

Eor (Z(iki, nk|ik;, nk), IC)

L

VI>0.

<Ny,

For the second quadrature error in Eq. (B16), i.e., the
finite-size error in the exchange term, the ERI with each i
can be written as

B 4_ﬂﬁik,,nk(0)ﬁnk,ik, (0)
e lq/?

4n Pirc,.ik,(G)Puk.nk (—G)
la +GJ

(ik;, nk|nk, ik;)

El

€| Gel\{0}

which is singular at q := k — k; = 0 of order —2 when n =
i and O otherwise. An error estimate lemma in Ref. [41]
(restated as Lemma 22 in Appendix D) gives a tight
quadrature error estimate for such periodic functions with
one point of algebraic singularity, and its application to the
above integrand gives

-1/3 .
Ny n=iI,

|((/’Q* ((lkl, nk|nk, ikl‘>, ’C)| S C
Ny n#i
Combining the estimates of the two error terms in
Eq. (B16), we obtain the overall finite-size error estimate
for orbital energies without any corrections as

TDL _ Nk
enk enk

-1/3 . .
N, n 1s occupied,
S C k P
Ny'  nis virtual.

From the above analysis, the dominant finite-size error in
an occupied orbital energy lies in the calculation of the

exchange term with i = n. In the Madelung-corrected

orbital energy 8%‘;’5, the correction is applied to this

exchange term as (ignoring the prefactor —|Q*|~!)

Qg ((nk;, nk|nk, nk;), ) - Qq-((nk;, nk|nk, nk;), K)
- jele.
Applying the change of variable k; — k — q and using the

periodicity of the ERI with respect to k;, this corrected
calculation can be reformulated as

Qor ((nk;, nk|nk, nk;), K) — [Q"|¢
= Qq ({n(k — q). nk[nk,n(k — q)) = h,(q). Kq)

+ [ daino(a) + O,

using the expansion of the Madelung constant with any
fixed ¢ > 0 in Eq. (2). The quadrature error after the
correction can be written as

Eq ((nk;, nk|nk, nk;), K) + |Q*|¢
= Eq-((n(k — q), nk|nk, n(k — q)) — h,(q).Kq)
+ O(NiY).

The effective integrand above after the correction can be
detailed as

(n(k = q), nk[nk,n(k —q)) — h,(q)
o 4r |@n(k—q),nk (0)|2 - e—a\q\z 4r

ol aP O] 4 2y la+ G

The integrand singularity comes from the first fractional
term and is of order —1, since the ERI and h,(q) share the
same leading singular term. Similar to the analysis in the
ERI contraction, we can then combine this singularity
subtraction with the inverse symmetry of Q* and Ky to
show that

[Eq: ((n(k — q). nk|nk. n(k — q)) = h,(q). Kg)| < CNy .

Combining this estimate with the above estimate for all
the remaining direct and exchange terms in eﬁlvl‘("é, we obtain
the finite-size error estimate for orbital energies with the
Madelung constant correction as

TDL _ Nk
€k €k

< CNi.
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4. Proof of Lemma 14: Error from previous iteration

Fixing a set of entry index (i, j,a,b) and (k;, k;, k,) € x K x K, the ERI-contraction entry [ANk;f(T)]ijab,kk»k can
be detailed as S

o 1 o
(A, e(T)];jap (KK K,) = (ak, DKy|iK;, jK ;) +N—k Z Z<kkk’lkl’lki’fkj>Tklab(kk’klska)
=y

1
g D > (kK Ikl dR )T ea (K Ky Ke) Ty (K K. K)
k k. k, ek klcd

+- 4+ 2§Tijab(ki’ kj’ ka)’

where the neglected terms are all the other linear and quadratic terms and the Madelung constant corrections to different
terms are collected together at the end.

In the subtraction Ay, (7) — Ay, £(S), the constant terms cancel each other. The subtraction between the two Madelung
constant correction terms can be estimated directly as

2¢[T - S

1 a1
—1/3{ lql? N q#0.
ijab

(ki kj. k,)| < CNy e
Ny q=20,

using the fact that & = O(N;'/?).
The subtraction between the two 4h2p linear terms can be formulated and bounded as

1 . .
~ Z Z(kkk’lkl|lki»]kj>[T_S}klab(klwkl’ka)
Kk, ek ki

1 1 1
S <_ Z +_5k K; +_5k ’ka>
Nicy, ek\{k; k,} Nie ™ Nie ™

D (ke 1|k, K ) [T = ] (Ki ki Ko (B17)
kl

For the term with k; = k; (i.e., g, ,), we have

1

k

o 1 _1/3 4/
> (kK. Ik |k jK )T = S (ki kK, | < N—chNkl/a < CN*3,
kl

ki

where the ERI definition at zero momentum transfer skips the singular fraction and is O(1), and according to the
assumption on 7 — § it always holds that

T-5.. (k.k.k ) <CNZ'/. BIS
ijah.kl,-],lk%ﬁ(ue/CH ]zjab( i) a)|— k ( )

For the term with k; =k, (i.e., dy, i ), its estimate is the same as the term above when k, = k;. When k, # k; €K, we
have |q| > CN;W and

1
Ny

1 cC _ 1
<N NP <o Ny
Ny 57

D (K, Ky ik, )T = Sy (Ko K, Ko) e il

kl

For the first summation term in Eq. (B17), we introduce the change of variable k; — k; — q; and write it as

LS

N Z<k(ki —qp), [(k; + q1)|ik;, jK )T = Slyyap (ki — a1,k + 41 K,) |-
k q; e)Cq\{(),—q}

ki

When q = 0, this term can be further bounded using Eq. (B18) by
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1 c (. .
<— > —=N< c/ dq, ——N'* < NP
Ny q; €K,\{0} |q1| : | |

When q # 0, this term can be further bounded as

1 1 1
(x)<C § : 2 E : 5 Ni!
qu]equ\{O—q} |ql| Gel; ql+q+G|

SCN;l/Q*dqlz

Gely

< CNg S <
S arer

q*q; +q+G|2

|q|2N“ ’

where [L; denotes the set of 27 lattice vectors in L* around the origin. The first inequality is based on the lemma assumption
on T —§ that

1
— _Ni'<cC
lai +q+ G ¥ éer

)

T = Slar (ki —q1. K +q1.k,)| £ C

where G, €L is the unique lattice vector that makes q; + q + G € Q*. The third inequality can be obtained from the
nonsmoothness characterization of function

1 1
f(Z)Z/ dq) 75—
o 1|(11|2|‘11+Z\2

Using Lemma 11 in Ref. [41], f(z) is singular only at z = 0 of order —2, and its value at z € Q*\ {0} is bounded by C|z|™%
Based on the above estimates of the first term in Eq. (B17), we obtain the estimate of the error accumulation in the 442 p
linear term calculation as

|q‘2Nk Q?éo’
F D0 (kg Iy fiky, K )T = S]ya (ki i Kg) | < C N g
. —0.

kg, ek ki

The same analysis can be applied to all the similar linear terms that contain ERIs with matched orbital indices. For other
linear terms, the analysis can be done similarly, and they all contribute at most O(Ny!) error to the overall subtraction.
Taking the subtraction between the following 343 p linear terms as an example, it can be formulated and bounded as

N Z aka’kkk|lkl’6k >[T S]k/bc(kk’kj’kb)
Kk, ek ke

1
= C( Z Z+ 6kk kh) T_S]kjbc(kk’kj’kh”

Kk, €\ (k,} ke

1 1 L1y -
Sc<_ > E N+ Ny )<CN
N q €K, \{0}|Q1‘ N

For the subtraction between quadratic terms, we consider the 4h2p quadratic term as an example. The subtraction
between the two 4h2p quadratic terms can be formulated and bounded as
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1
‘W Z Z<kkk7lkl‘Ckcvdkd>(Tijcd<ki7kjykc)Tklab<kk7kl,ka) = Sijea(Ki K K ) Spian (K. ki K,))

Kk, k. €K kicd

1
< CW Z Z | Tijea(Ki Ky KT = Sl (K Ky Ky) + [T = STijea(Ki K K ) San (Ki Ky K|

k k.k, €K klcd

1
Kk k. €K kicd

< CN.

S ST = S (e ki) + O S0 ST = Sk k)

K kk, €K kicd

Similar analysis can be done to all the remaining quadratic terms, and they all contribute at most O(N;.!) error to the overall
subtraction. Gathering all the estimates above together, we finish the proof.

APPENDIX C: PROOF OF THEOREM 2

To guarantee the convergence and control the regularity
of CCD(n) calculations with n — oo, we introduce addi-
tional technical assumptions similar to those in Ref. [41].
One key difference is that Ref. [41] measures the error in
the amplitude calculation using the maximum entrywise
norm. When Madelung constant correction is used, the
error of the amplitude should be measured by the average
entrywise norm (related to the L' norm) instead, which is
denoted by

1
|\T||1:ﬁ Z Z|Tijab(kiykjvku)|9

k Kk, k; k, €K ijab

1
||t||1 = % / dkldk dka E |ti'ah(ki’k'aka)|a
|Q |3 O X x O J et J J

where T and ¢ denote a generic amplitude computed using
mesh K and in the TDL, respectively.

Assume that the CCD amplitude equations using a
sufficiently fine mesh /C (with or without the Madelung
constant correction) and in the TDL have unique solutions

and denote the solutions as TV and t., respectively.
Convergence of the CCD(n) amplitudes to the CCD

amplitude is defined in the ||-||,-norm sense as
lim ||7)* = TY*||, =0 and lim |z, — .||, = 0.
n—oo n—oo

We impose a sufficient condition that guarantees the
convergence of fixed point iterations by requiring the target
mapping to be contractive in a domain that contains both
the solution point and the initial guess.

Assumption 18. For Ny sufficiently large, the following
statements hold.

(1) The exact CCD(n) amplitude 7, converges to the
CCD amplitude ¢, pointwisely as n — oo, i.e.,

lim [t, ], (Ki K. Kg)

=[t]ija (ki K} K,), Vi j.a.b K KK, (Cl)

> ™o >™ o

(2) (eM)7' Ay, is a contraction map in some domain
By, C CoeeXocxmixmixNixNiNi that contains T
and the initial guess O, i.e.,

(M)TAy (T)eBy,. VTEBy,,

(")~ (Aw, (T) = Aw, ()]l
<L|T-S|,, VT, SEBy,,

(€2)

with a Lipschitz constant L < 1.
(3) The exact CCD(n) amplitude 7, and the domain By,
above satisfy that
Myt, €By,, VY n>0. (C3)
(4) For all the amplitudes {t, }, there exists a constant C
such that

M ArpL(t,) — Ay, (Mt

<CNy', Vn>0,
My Arpr(t,) = Ay, (Micta)ll,
<CcNy'P, V> o. (C4)

Note that, when we consider the finite-size calculation with
Madelung constant correction, the components ¥ or Ap,
in the second assumption need to be changed to eV«¢ or
Ay, ¢ accordingly.

Remark 19. The second assumption guarantees that
{Tf;/"} lies in By, and converges to Y%, For the third

011059-25



XIN XING and LIN LIN

PHYS. REV. X 14, 011059 (2024)

assumption, Theorem 1 shows that with each fixed n > 0
the amplitude Th converges to ¢, in the sense of

lim (| Myct, — T* ||, =0,
Nx—o0

suggesting that {Th*} C By, converges to t, with
K — Q. Therefore, By, and Myt, should be related to
each other, which leads to the third assumption.

For the last assumption, we note that the two related error
estimates in Lemma 11 have the prefactor C dependent on
the amplitude #,. The assumption here is stronger in the
sense that C needs to be independent of ¢,,.

Rigorous statement of Theorem 2. Under Assumption
18, the finite-size error of the CCD correlation energy
scales as O(lel/ 3) in each of the following scenarios:
(i) the Madelung constant correction is applied only to
the ERI contraction Ay, and (ii) the Madelung constant

correction is applied only to the orbital energy ean'(‘. When
the Madelung constant correction is applied to both Ay,
|

1
N
[Mict, = T[]} <

l

< OV + LMt =T |

where the last estimate uses the assumption in Eq. (C4) for
the first term and the assumptions of contraction maps in
Eq. (C2) and Mt,_; € By, in Eq. (C3) for the third term.
Since the initial guesses in the finite and the TDL cases
satisty || Myctg — T4 ||, = 0, we can recursively derive that

1-L"

N
|Micr, = T, < €=

N,
and, thus, the first assumption Eq. (C1) gives
Myt = T3l = lim | Mz, = Ta¥[|; < CNi!.
n—oo

Plugging this estimate into Eq. (C5) then finishes the
proof for the scenario when the Madelung constant cor-
rection is applied to both orbital energies and ERI con-
tractions.

For the two scenarios with partial Madelung constant
correction, a similar analysis as above gives

HMKtn - Tﬁ/k”l < CNEI/S + LHMICtn—l - T]r:/—kl Hl’

1 1
|:€TT - m] Ay, e(Mict,1)

and ean;‘ in the CCD calculation, the overall finite-size error
scales as O(Ny!).

Proof. The finite-size error in the CCD energy calcu-
lation with or without the Madelung constant correction
can be estimated as

ERL — Egtp| = |Grou(t.) — G, (T2)]
< |Gy, (Mgt,) = Gy, ( )
+ |gTDL(t*) - gNk (MKI*M

< C| Mgt = T3, + CNg!. (C5)
where the last inequality uses the boundedness of |W/,,| in
Gy, and Lemma 10. To first estimate the above amplitude
error when the Madelung constant correction is applied to
both orbital energy and ERI contractions, we consider the
error splitting Eq. (B2) for the amplitude calculation at the
nth fixed point iteration as

ZTDL (M Arpr(t,-1) = -ANk..f(MICtn—l ) Hl

il

1
. m[‘ANk,f(MICtn—l) _ANkﬁﬁf(TnN—kl)]Hl

where the dominant CN ;1/ 3 error comes from uncorrected
orbital energy or uncorrected ERI-contraction term.
Recursively, we can obtain the amplitude error estimate as

[Myct, = TV, < CNE',

which finishes the proof for the two scenarios with partial
correction. [

APPENDIX D: QUADRATURE ERROR
ESTIMATE FOR PERIODIC FUNCTIONS
WITH ALGEBRAIC SINGULARITY

This section presents a collection of lemmas that provide
quadrature error estimates for trapezoidal rules over peri-
odic functions with specific algebraic singularities, which
are used in this paper. Most of the lemmas are proven in
Ref. [41] and are restated here for completeness. In
addition, we introduce and prove a new quadrature error
estimate that is critical in describing the efficacy of the
Madelung constant correction and inverse symmetry in
reducing the quadrature error in orbital energies and ERI
contractions.

011059-26



INVERSE VOLUME SCALING OF FINITE-SIZE ERROR 1IN ...

PHYS. REV. X 14, 011059 (2024)

The lemmas presented in this section provide the
asymptotic scaling of the quadrature errors and also a
quantitative relationship between the prefactors in the
estimate and the algebraic singularities of the integrand.
In addition to the singularity order, we further

|

quantitatively characterize the algebraic singularity as
follows. For a univariate function f(x) that is smooth
everywhere in V except at x = x, with algebraic singu-
larity of order y, we define a constant

va.xo<f>=min{c:|a§f<x>|scX—xOv-'a', Vel <l v er\{xO}}

= max (0 () x = o

Le(V)

For a multivariate function f(x,y) that is smooth everywhere in Vy x Vy except at x = x,, with algebraic singularity of

order y, we define a constant
Hl

= max
)<l

9

where

Vv, (o) () = min {C: 0205 f(x.¥)| < Clx —xo[~, ¥ lal.|f] <I. VxeVy\{xo}.y€ vy}

(02 f(x.y))/|x — x|l

L2(VxV)’

in the subscript “(x, -)” is a placeholder to indicate the smooth variable. Using these two quantities, we have the

following function estimates that are extensively used in this section:

|05 ()] < MY, (F)]x = X771,

0% F (X, V) < MY Ly, () ()X = X077,

1. Existing results from Ref. [41]

Lemma 20. Let f(x) be smooth and periodic in
V = [-3.3] The quadrature error of a trapezoidal rule
using an m“-sized uniform mesh X in V decays super-
algebraically as

d

IEV(f, X) < Cm™l, ¥V 1>0.

Remark 21. If we replace f(x) by f(x,y) defined in
V x Vy which is smooth and periodic with respect to x for
each y € Vy and satisfies supy ey yev, |[05f(X.y)| < co for
any a > 0, Lemma 20 can be generalized as

Ev(fCy). X)) <Cm™, YV 1>0, VyeVy,
where constant C; is independent of y € Vy.

Lemma 22. Let f(x) be periodic with respect to V =
[—1.4]? and smooth everywhere except at X = 0 of order
y = —d+ 1. Atx = 0, f(x) is set to 0. The quadrature error
of a trapezoidal rule using an m?-sized uniform mesh X

that contains x = 0 can be estimated as

Ev(f, X)| < CHY M (f)ym ),

Vi>|al,

Vxe V\{XQ},
ﬂ’ VXEVX\{XO}’yEVY'

If f(0) is set to an O(1) value in the calculation, it
introduces an additional O(m~¢) quadrature error.

Remark 23. If we replace f(x) by f(x,y) defined in
V x Vy which is smooth everywhere in V x V except at
x = 0 of order y, Lemma 22 can be generalized to

d+max( —
¥). X)| < CHy w00 (Fym=d+7),

v/ (s vV yevy.

where the prefactor applies uniformly across all y € Vy.
Lemma 24. Let f(x) = f1(x)f»(x), where f|(x) and
f2(x) are periodic with respect to V = [—1,1]¢ and
(i) f1(x) is smooth everywhere except at x = z; = 0 of
order y <0 and
(i) f»(x) is smooth everywhere except at x = z, # 0 of
order O.
Consider an m?-sized uniform mesh X in V. Assume that X
satisfies that z,, z, are either on the mesh or @(m~"') away
from any mesh points and m is sufficiently large that
|z, — ;| = Q(m™"). At x = z; and x = z,, f(x) is set to
0. The trapezoidal rule using X has quadrature error

[Ev(f, X)] < CHYL (FOHTL, (f2)m~ (40,

If f(z;) and f(z,) are set to arbitrary O(1) values, it
introduces an additional O(m~?) quadrature error.
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Remark 25. If we replace f;(x) with i = 1, 2 by f;(x,y)
defined in V x Vy which is smooth everywhere in V x Vy
except at x = z; of order y and 0, respectively, Lemma 24
can be generalized to

Ev(f1(.¥)f2(y). X))

< CHYE, 0y FOHSY (o

)(fz)m_(d+y)s VyEVY9

where the prefactor applies uniformly across all y € Vy.

2. A new quadrature error estimate

Here, we prove Lemma 16, which is used in the
quadrature error estimate of the ERI contractions with
the Madelung constant correction in Appendix B 2. This
lemma is a generalization of the existing result in Lemma
24 with an additional condition.

Restatement of Lemma 16. Let f(x) = f{(X)f2(x),
where f1(x) and f,(x) are periodic with respect to V=

[—1.3]9 and
(i) fi(x) is smooth everywhere except at x = z; = 0 of
order y < —1,

(i) f»(x) is smooth everywhere except at X = z, # 0 of
order 0, and

(iii) 0%f,(0) = 0 for any derivative order |a| < s.
Assume y > —d for f(x) to be integrable in V and y +
s + 1 <0 so the leading algebraic singularity of f(x) is at
x = 0. Consider an m‘-sized uniform mesh X in V.
Assume that X satisfies that z,, z, are either on the mesh
or ©(m~") away from any mesh points and m is sufficiently
large that |z, — z,| = Q(m™"). Atx = z; and x = z,, f(x)
is set to 0. The trapezoidal rule using A" has quadrature error

v (f. X)| < CHYL (FOHTE (fF2) 21 = 2|+

x m—(d+r+s+1)

Proof. For z; = 0 and any z, € V, we can introduce a
proper translation f(x) — f(x —X() to move both the
singular points z; and z, to the smaller cube [—.4] in
V. The target quadrature error can be correspondingly

reformulated as

Ev(f(+), &) = Evpx, (f(- = Xg), X = Xg)

=Ey(f(-=x0), X = xy),

which is the quadrature error of the translated function
f(x —xq). Without loss of generality, we assume such a
translation has been applied to f(x) and X and both
singular points z; and z, lie in [-1,4].

Define a cutoff function y € C®(R") satisfying

I, |x|< }w
w(x) = {
0, |x[>1.

Denote the distance between the two singular points as
6z = |z, — ;| and define two local cutoff functions that
isolate the two singular points as

( ) X — Zl ( ) X — Zz
X) = X) =
78 v oz > Y2 724 5z )

whose supports are both inside V. The target integrand can
be split into three parts as

f(X) = f(X)leﬁzJ(X) +f(x)l//5z,2(x)

+f(X)(1 - Wéz,l(x) - Wéz,l(x))‘

All three terms satisfy the periodic boundary condition on
dV. The first term is smooth everywhere except at X = z,
of order y 4+ s + 1, the second term is smooth everywhere
except at x = z, of order 0, and the last term is smooth
everywhere. Application of Lemmas 20 and 22 to these
terms suggests that

1Ev(fwssi )|<CHd+1(fl//5z) (it (D1
IEv(fWssz, )|<CH(I+1(fll/5z2) -, (D2)

|5V(f(1_l//5z.l_l//5z,2)")()|
<Cly (//dXIf?i‘f(l ~ Yo _l//éz,2)|>m_|av vV la|>d.
(D3)

Note that the last estimate means a superalgebraic decaying
error and constant Cj, depends only on V' and || (see
Eq. (H.6) in Ref. [41] for the derivation of this detailed
prefactor for Lemma 20). Since y + s 4+ 1 <0, the three
estimates together prove that the quadrature error of f(x)
scales asymptotically as m~(@*7+5t1) as m — oo. In order to
describe the extreme case where the two singular points are
only O(m~') away from each other for a given mesh X,
i.e., 6z = O(m™"), we provide a precise description of the
three prefactors in the estimates above using z.

For the prefactor in Eq. (D1), it is defined by

Hi/vzl (fWBZ,l)
= l?;lfgl( (agf(X)Wt‘iz’l(X))/|X — Z1|7+1_‘0«'\

VIi>0.

’

L=(V)

For any derivative order |a| < I, we have
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102 (f1(X) L2t (X)) S C > (o8 F1(X)]108 f2(%)][0F w1 (x)]

ot +az=a

SC D My (P =m0 2 (x) 6278

a)t+o,+ay=a

SC Y Hy, (F)lx =z a6 () |8y i (D4)

ot t+az=a

The last inequality uses [x — z;| < 36z by noting that dy 5, 1 (X) is zero when |x — z;| > § 8z. Next, we estimate |03* f5(xX)|
in the ball |x —z;| <15z. When |a,| < s, we have

s+ 1 — o
p!

< Clx -z, [+l sup R f2(x)]
|x—z| <oz, |p|=s+1

<Clx -z |Hl_lwz‘7ﬁ;.rzl2 (f2)o270FY,

0% f2(x)| = ‘ (x - zl)ﬂ/ol(l - t)s_laz‘agﬁﬂfz(zl +t(x —z))dt

1Bl=5+1-as|

The first equality applies the Taylor expansion of 0% f,(x) at x = z, with the assumption that o f,(z,) = 0 for any || < s.
The last inequality uses the algebraic singularity of f,(x) at x = z,. When |a,| > s, we have

OCFA(X) < sup [0FFo(X)] < CHY, (£2)027%) < CHY () x = 211l 30041,

Ix—2,| <Lz
Plugging the estimates of |0y’ f,(x)| above into Eq. (D4), we obtain
|05 (F1 () f2 (X)W1 ()] < CHYy 4 (FOHY 4, (f2)827 D [x — 2y [ 17l > d 1,
which suggests that
My 0, (Wont) < CHY , (f1)HY 5, (f2)027 07D,V 12 d +1.
Similar analysis can also be applied to the prefactor in Eq. (D2) to obtain
My 0, (fWor2) < CHY 5 (F1)HY 5, (f2)027 0D,V 12 d + 1.

For the estimate of the third term in Eq. (D3) with any |a| = > d + 1, the prefactor can be bounded as

/V dx|02 £ (%) (1 = wsn 1 (X) = Wsna(x))]

<C S [ axio 00 0110E (1 = () = s ()

ata+az=a

< CHYy, ()Y (f2) Y / dx|x =z [~ 0l[x = 2] 70 (1 = 5,1 (%) = Wiz 2 (X))

a+a+az=a

For the integral with each set of (@, a,, a3), we consider two cases.
(1) a3 = 0. The integral can be bounded by

(*) < dX|X - Zl|}’_‘“l‘|x - zz||"1|—\ll\ < C(l + 5Zy+d—\a\)’

[/\ (B(2 362)UB(2, 152))

using the Holder-inequality technique developed in the proof of Lemma 24 in Ref. [41].
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(i) a3 > 0. The integral can be bounded by

(1) <C /
(B(z,.362)\B (2 262))U(B(2,.362)\B(2, 162))

dX|X -7 |7_‘al||x — Z2|_‘a2‘§z_‘a3‘ < Céz]”‘d_‘a“

Collecting these two terms together, the error estimate in Eq. (D3) with any || =/ > d + 1 can be further bounded as
Ev(F(1 = Wop1 = W) X)| < CHY , (F1)HY,, (f2)027 4 m™!
S Oy, ([ My g, (f2)827 0 m s =
< CiHy 5, (MY, (f2)827 0ttt ),

where the second inequality uses the assumption 6z = Q(m~!) and y + s + 1 + d — [ < 0. Gathering the above prefactor

descriptions for Egs. (D1)—~(D3), we obtain

[Ev(f. X) < CHYL (F1)H

which finishes the proof.
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