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Concentrating on zero temperature Quantum Monte Carlo calculations of electronic systems, we
give a general description of the theory of finite size extrapolations of energies to the thermodynamic
limit based on one and two-body correlation functions. We introduce new effective procedures, such
as using the potential and wavefunction split-up into long and short range functions to simplify the
method and we discuss how to treat backflow wavefunctions. Then we explicitly test the accuracy
of our method to correct finite size errors on example hydrogen and helium many-body systems and
show that the finite size bias can be drastically reduced for even small systems.

PACS numbers:

Quantum Monte Carlo (QMC) methods allow us to calculate the energy per particle Ey of a finite system containing
N particles, with NV < 103 for almost all simulations of electronic systems!:2. However, for extended systems, we are
often interested in scaling to the thermodynamic limit, F..; this scaling is one of the major source of bias in Quantum
Monte Carlo calculations of electronic structure. In practice, extrapolation is often performed numerically by assuming
simple functional forms for En as a function of 1/N, often inspired by results of approximate theories, such as Kohn-
Sham DFT?® or from the behavior of approximate many-body calculations, e.g. from RPA calculations®. These
heuristic extrapolations can be dangerous and introduce a possible systematic bias, as the exact ground state energy,
as well as other properties, are in general not a simple analytic function of 1/N. In fact, the scaling function will
depend on the electronic state, for example, it will be different in a metal and an insulator, and can depend on the
form of the trial wave function underlying the QMC calculation. In addition, within variational approaches, the
amount that the variational energy is above the exact energy may depend on the system size because of the values of
the variational parameters. This introduces a further source of error in a purely numerical extrapolation. Projection
methods can reduce this bias, since they are closer to the true ground state energy, but in practice it can be a difficult
problem to ensure a uniform convergence concerning projection time or population size with respect to the system
size”.

In this paper we present a general theory for understanding the finite size bias of QMC calculations. Although
we concentrate on electronic systems where finite size effects represent one of the major limitations, our approach
applies equally well to other quantum systems with different interactions and dimensionality, including bosonic ones.
As we will show, the leading order size effects can be understood by looking at the analytical structure of the trial
wavefunction®? which is — at least partially — determined by singularities of the Hamiltonian and/or the boundary
conditions'® 12, Different types of wavefunction will, in general, have different types of size effects. In particular, we
show that backflow wavefunctions give rise to kinetic energy corrections which have not been considered previously.

Size effects depend on the observable we are interested in. In this paper we focus on one of the most fundamental
quantities, the total energy®!315. However, the ideas can be generalized to determine the finite size effects of different
observables such as the momentum distribution'®19.

The paper is organized as follows. Section I is a general introduction to finite size effects of quantum systems.
Focusing on electronic calculations we systematically discuss the origins of size effects for the kinetic and potential
energies. In Section IT we propose robust procedures to estimate the finite size bias in electronic structure calculations.
In Section III, we apply our method to QMC calculations of b.c.c. solid hydrogen with different underlying trial
wavefunctions and calculations of liquid hydrogen and hydrogen-helium mixtures. Conclusions are presented in
Section IV. Technical aspects concerning the long-range character of the Jastrow potential, the backflow corrections
and details of the split-up of the long and short-range part of the potential energy via the Ewald potential are given
in the Appendices.



I. INTRODUCTION TO FINITE SIZE ESTIMATION

Consider N, particles of species a = 1,... M with mass m, described by the Hamiltonian H = T + V where

M N,
T = — ZZ 2 (1)
a=1 =1
V = Z Z 'Uaa(ria - I'ja) + Z Z Uab(ria - rjb) (2)
a iq<ja a<bia,jb

are kinetic and potential energy operators. Here, r; are the coordinates of species a, vs, (vqp) are the intra (inter)
species potentials. The energy per particle is then

En = (H)o/N 3)

where (...)o denotes its expectation value in the state ¥y(R). Here, R indicates the coordinates of all particles and
we take the normalization IV to be the total number of electrons, N = N, but it must be proportional to the volume,
; one takes the thermodynamic limit so that the density is fixed in the limit of N — oc.

Since the Hamiltonian only involves single and two-body potentials, we can express the total energy in terms of the
reduced single particle and two-particle density matrices of Tg: S (r;r’) and pg))(rl, ro;rh,rh) (in the latter we will
only need the diagonal components r; = rj and ro = r}). We write the reduced density matrices in Fourier space in
terms of the momentum distribution, n, and the structure factor Sqs(k)
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where pi = >, explik - r;,] are collective density fluctuations. Here, and in the following, we use the convention
o) = =3 pelr (6)
24

e = / dr e~y (r) (M)

for discrete Fourier transforms of periodic functions inside a volume 2. The kinetic and potential energy per particle
can then be expressed as
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These expressions are our basis for understanding the size effects in periodic boundary conditions. To simplify
the notation, we restrict to a single component system and consider the the momentum distribution nk and the
structure factor Sn (k) for a finite system of N particles in a cube of linear extension L. With periodic boundary
conditions, both functions are given on a discrete grid in Fourier space of spacing 27 /L. In the thermodynamic limit
these functions attain their limiting forms: nY — n® and Sy (k) — Soo(k). Assuming a smooth behavior of ni' and

Sy (k) as a function of k, their interpolation 7fY and Sy (k), to all k values should provide the best estimate of the
finite system values to n3° and S (k). Note that special care is warranted in the interpolation near non-analytic
values of k such as k = 0 or at the Fermi surface of a metal. Then there are two different ways finite size errors can
arise: i) changes in the correlation functions as a function of N, differences of 7y and Sy (k) from their values in the
thermodynamic limit; ii) differences resulting from a summation of k-points on a finite mesh in reciprocal space rather
than an integration. Changes (i.e. the first way) in the correlation functions are expected for system sizes smaller
than a characteristic correlation length. In particular, close to phase transitions, the correlation length can get large
or even diverge, and finite size extrapolation methods based on additional scaling assumptions have been developed
for these cases in the field of critical phenomena?®2!. For fermionic, and in particular electronic matter, important



finite size effects remain even in the case the system size exceeds the characteristic correlation length because of the
second reason; this article exclusively deals with methods to eliminate this finite size bias: the errors in the kinetic
and potential energy are simply quadrature errors due to the discrete underlying mesh in Fourier space and can be
expressed as

ATy = Too—Ty =+ / § PR o (10)
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where p = N/Q is the density and d is the spatial dimension.

In order to actually apply these formulas, we need a method to interpolate nf and Sy (k) from the grid where
we have simulation data to the continuum. For local functions such as the structure factor, it would seem easy to
interpolate Sy (k). However, since the momentum distribution is a non-local quantity, this direct procedure fails.
Indeed proper size extrapolation of the momentum distribution is slightly more involved?%:17 as we have to express
first the momentum distribution in terms of local correlation functions which can be interpolated more safely. As
long as one is only interested in the kinetic energy, it is easier to express the kinetic energy in terms of a different —
purely local — estimator and discuss size effects using them.

Shell effects usually dominate finite size bias of the kinetic energy; they can be drastically reduced by employing
twist averaged boundary conditions?2?. For an effective single particle Hamiltonian, e.g. in Kohn-Sham density
functional theory (DFT), quantities in the thermodynamic limit can be obtained by k-point averaging, and twist
averaged boundary conditions can be regarded as the extension of k-point averaging to a many-body wave function.
For electronic systems, the leading order size corrections of the potential and kinetic energy® beyond shell effects are
determined by the Coulomb singularity, vs, = 2(d — 1)we?/k? for k — 0 (e is the electron charge). However, for typical
system sizes, the leading order expressions may not be accurate enough'®. To go beyond leading order, one has to
understand the behavior of the ground state wavefunction.

In the next section, we give a detailed discussion of size effects of electronic systems and develop a robust numerical
procedure for thermodynamic limit extrapolation of kinetic and potential energy, independent of the particular system
under study and optimal for generic calculations.

II. ENERGY SIZE CORRECTIONS

In this section we will explicitly discuss the finite size error and correction schemes for electronic energies in the
Born-Oppenheimer approximation where the ions only act as a static external potential. Let us assume that for a
given ionic configuration the electronic ground state can be described with the Slater-Jastrow form

U = De Y (12)

where D ensures the antisymmetry of fermions (usually by a Slater determinant) and U is a many-body symmetric
function (for electrons). Having in mind that the electrons feel an external potential created by classical ions, we
can simplify the notation to that of a one-component system. We will further assume a spin-polarized system, the
extension to spin-unpolarized system based on two determinants is straightforward.

The corresponding “local energy” is:

EL*H\IIT:*Z ViD
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where V' is the potential energy of the N-electron system and m. is the mass of the electrons The total energy per
particle for this trial state, EX™, is then given by EXM¢ = (E,(R))r/N where (...)r = [dR... U2/ [ dRVZ,

and R = (r1,...,ry) are the electronic coordinates. Performlng a partial integration we get
EXMC = 1= > We VD (VU2 | +V (14)
- N - 2m. | D ! . '

The trial energy provides an upper bound to the true ground state energy which can be improved by projector
Monte Carlo methods. Due to the sign-problem, it is in general impossible to project out precisely the exact Fermion



ground state but within the fixed-node approximation, we can find the best energy within the nodes of the trial
function. The fixed-node ground state can be written

Upy = De Urn (15)

where Upy is an optimal symmetric many-body function. Whereas the pure distribution can be obtained by Repta-
tion Monte Carlo methods?#, diffusion Monte Carlo algorithms (DMC) sample only the mixed distribution W rn¥7,
(...)pmc = f dR.. . UpUpy/ f dRY VU gy, and the (unbiased) estimator of the fixed-node DMC energy correspond-
ing to Eq. (14) can be shown to be given by:

EFN—i<E (R)) 1 -> Be[ViD — (ViU)? =V UV [Upny —U]| +V (16)
N —N L D]MC—N — 2m, D % % i|lVFN .
) DMC
In the following we will analyze separately the different terms in Eq. (14) and Eq. (16) according to their underlying
single or two-particle character. Shell effects due to the occupation of the orbitals in the Slater determinant are mainly
contained in the term involving V2D, whereas the other terms of the kinetic energy have a two-body character similar
to the potential energy.

A. Single particle corrections —Shell effects

Let us assume that the orbitals in the Slater determinant are determined from a single particle Schrédinger equation,
e.g. from Kohn-Sham DFT calculations. Writing the determinant of the many-body wavefunction

m
where ¢,,; = p,(q;) is the square matrix formed from orbital functions ¢,, evaluated at generalized electron coordinates

q;. For wavefunctions which do not include backflow, q; = r;. We assume that the N orbitals ,, are solutions of a
Schrédinger equation

2\72 7
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for some effective potential veg(r). It follows that

G p VD = |Se = St 19
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In the thermodynamic limit, the discrete summation over energy levels will be replaced by an integral over the density
of states

1 1 [eF
i an — ;/0 de € veg(€) (20)
n

Here, veg(e) = (2m) %Y, [ dkd(e — enx) is the density of states of the effective Schrédinger equation, e is the single
particle Fermi energy, and p = N/Q.

For metallic systems, when veg(€) is non-vanishing for € ~ e, the sharp edge of the integration at the Fermi level
will give rise to large size effects, the so-called shell effects. They can be reduced by using twist averged boundary
conditions, U(...,r;+L,...) = ePLW(... r; ...) where 9 is a phase vector with —7/L < 9 < 7/L in each direction?2.
The single particle energies in Eq. (19) then depend on ¢ and only N orbitals with lowest energies are occupied, e.g.
only plane waves of smallest wave vectors k; + ¢ are occupied for an isotropic Fermi gas. By averaging the final
values over all twist angles the sum becomes approximately equal to f de obtained in the thermodynamic limit. More
generally, imposing the twist in the single-particle Schrodinger equation shifts the energies of the orbitals and twist
averaging reduces the oscillatory behavior in the kinetic energy by more than an order of magnitude. Furthermore, it
restores isotropy in the mean value of other observables such as the electron-electron interaction, leading to a more
regular behavior in those quantities. However, in the case of a many-body calculation, twist averaged boundary
conditions (TABC) do not automatically introduce a sharp Fermi surface for metallic states since only the N orbitals
with lowest single particle energies for any twist are used, so that the thermodynamic limit of non-interacting electrons
is not exactly reproduced.



In order to obtain the exact single particle energy we can use grand-canonical TABC (GC-TABC)®1'6. There, we
occupy only orbitals below the Fermi energy e in the Slater determinant, &, () < ep but the number of electrons
will then depend on the twist angle. GC-TABC not only reproduces exactly the non-interacting kinetic energy, but
also the non-interacting static structure factor at all reciprocal lattice vectors commensurate with the simulation
box. Knowledge of the single particle Fermi energy is needed for GC-TABC to determine the mean density. The
occupation of orbitals can be obtained by imposing the Fermi surface on the single particle energies of the effective
Schrodinger equation. This Fermi energy (and therefore the mean density) is obtained purely by the single particle
effective Schrodinger equation converged in the number of twist angles (or k-points).

To implement grand-canonical twist averaging for QMC calculations of charged fermions, we have to add an addi-
tional homogeneous background charge to ensure charge neutrality of the total system for any given twist angle 9. Of
course, after twist averaging the system would be neutral, but adding a neutralizing charges is a bookkeeping exercise
needed if only a finite number of selected twist angles is used.

In order to reproduce the sharp Fermi surface within GC-TABC, a very fine mesh of twist angles has to be used. In
a system with translation symmetry such as the uniform electron gas, finite mesh errors can be completely avoided by
noting that for any finite number of particles, changes of the twist angle within a finite region, a so-called “pocket”, only
introduces a phase shift in all orbitals corresponding to a change of the total momentum, Wy 59(R) = Wy(R)e?? 257,
Since the sampling weight oc |y (R)|? is unaffected by this change, any property inside one pocket can be calculated
from the calculation of a single twist angle in the pocket with a weight proportional to the volume of the pocket®.
These weights can be computed prior to the actual many-body simulation. We can also use this technique for periodic
solids. As in the fully translational invariant system, the pockets are defined by the regions where the phase of
the wavefunction changes continuously. However, computing the different pockets introduces some overhead in the
calculation, and in the following we will discuss a simpler but equally effective reweighting method to reduce the error
of using a finite mesh of twist angles.

For TABC calculations with fixed number of particles and given mesh size, performing calculations with neighbour-
ing twist angles via reweighting amounts in leading order to correcting the single particle kinetic energies. Therefore,
the difference between a TABC calculation done with fixed number of twist-angles, Ny, and the integration over all
twists will be dominated by the single particle expression

Vddﬁ— 1\292] S en(®) (21)

As long as one uses a fixed particle number for all twists, these corrections remain smooth. Similarly, we can correct
for the mesh error of GC-TABC calculations by imposing the single particle Fermi surface. In practice, the sharp
Fermi surface dominates the size effects, so that we should correct the TABC results by imposing a sharp Fermi
surface giving a single particle energy correction of

1 [eF 1
ATrapce = p /0 de € veg(€) — oW %: ;an(ﬁ) (22)

where the summation on the r.h.s. goes over all wave vectors of the plane wave orbitals in the TABC or GC-TABC
determinant. Adding ATrapc to energies obtained from TABC calculations at fixed IV, one rapidly approaches the
mesh-corrected GC-TABC results as shown in the examples below.

For electrons in an external periodic potential created by the crystal ions, one should expect that the effective
potential will have the same periodicity as the lattice. However, in the case of a disordered potential, e.g. a two
component liquid?®, the potential will not be periodic. At any given system size, N, periodic or twisted boundary
conditions still impose a periodicity due to the finite size of the simulation box. To estimate thermodynamic limit
corrections the use of TABC or GC-TABC is nevertheless useful and often essential.

Indeed for electrons in a disordered medium??34, the Fermi surface is, in general, destroyed by the external poten-
tial, such that the lifetime of quasi-particle states remains finite even at the Fermi surface. As a result, the sharp
discontinuity of the momentum distribution at the Fermi surface gets smeared out. Although remaining continuous,
the momentum distribution may still have a pronounced change in the slope very close to the Fermi surface, in partic-
ular if the disorder only weakly affects the electronic properties. The resulting oscillations in real space will eventually
decay exponentially at a length scale of the mean free path of the electrons. For a disordered metallic system, this
length scale can exceed the correlation length of the external disorder potential by orders of magnitudes. Nevertheless,
the calculation of the mean-field path does not necessarily require large system sizes, apart from situations where one
may be close to a continuous, localization driven metal-insulator transition. This surprising result can be understood
considering simple potential scattering: scattering phase shifts can be reliably calculated in finite systems that are
much smaller than what is needed to resolve a very sharp slope in the momentum distribution due to Fermi statistics.



Stated differently, twist averaging can greatly reduce size effects even in disordered systems as long as the modification
of the density of states due to disorder remains sufficiently smooth.

B. Corrections arising from two-particle correlations
1. Potential energy correction

Let us start considering the interaction energy in Eq. (14), again, for simplicity, written down for a one component
system

VN QQ Z Uk SN ] (23)
k#0

The finite size error of the potential energy is

[Jim ] - o) = 5 [ (Qd:)d [Suolk) ~ 1) = 55 3 v [ (k) 1] (24)
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Note that we have assumed that v,iv = vy°; we use Ewald image method for the potentials for periodic boundary
conditions®”. If the integrand were an analytic function for all &, the finite size error would vanish exponentially with
system size®® (see appendix A). In the rest of this section we explicitly consider the case of the 3D Coulomb potential
but the method can be extended to different interactions and systems of reduced spatial extensions.

Assuming S(k — 0) = 0, the leading order size correction is given by the Madelung constant, Avyy,

d3k ’Uk
Avy = — /%3 QZ (25)
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For the 3D Coulomb potential, we have Avy; ~ N~1/3 where the proportionality factor depends only on the geometry
of the simulation box. For a multi-component, charge-neutral system, this term vanishes, but it must be considered
in the case of GC-TABC where a homogeneous background charge may be needed to assure charge neutrality. The
remaining term of the potential energy corrections is

1 [ dk
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Non-analytical points of the integrand will give rise to slowest convergence of the integration. Potential non-
analytical behavior is around singularities of the potential, edges of the integration region, & — 0 and k¥ — oo and
values k = nkp with integer n. From the local energy, we can see that the singular behavior at k£ = 0 also determines
the limiting behavior of the Jastrow potential and the structure factor, in particular, S(k) ~ u;l ~ v,;l ~k¥ind=3
dimensions!'®!!. The next-to-leading order corrections beyond the Madelung corrections are then related to the long
wavelength plasmon excitation AVy = AVzo + o(N 1) with®,

1 hwy,
where w, = (pvik? /m)'/? is the plasma frequency®”. Half of the plasmon zero point energy, Tuop /2, is actually
potential energy, the missing other half is recovered from the kinetic energy®®. Subleading corrections®!3:16:17 may

also be deduced by integrating asymptotic expansions of the structure factor around k£ = 0, taking only into account
the contributions from the volume element around the origin in Eq. (26). In the following, we will go beyond such
an asymptotic analysis, proposing a general and practical method to evaluate Eq. (26) for the thermodynamic limit
estimation using only results for a calculation at a finite size.

Our best a priori choice for S (k) consists of interpolating the values of Sy (k) from the discrete grid in k-space
to all k-values. From this interpolated function we can calculate the difference between summation and integration.
However, since vy, is a slowly decaying function, this is not straightforward. Since the noise of the structure factor is
amplified by the volume element at large wave vector, one has to confine the integration to medium or small Wave
vectors. Technically, this can be achieved by splitting the potential into short and long-range parts: vy, = v3" + vl"



Assuming an isotropic short range potential with vg.(r > r.) = 0 for some cut-off radius ., the long-range contribution
is then given by vl = vj, — v§" ; where vi" = [ dre~*Tu,,.(r). This splitting can be done for arbitrary potentials in an
optimal way?®2% such that v!" is a rapldly vanishing function for increasing k. In the case of Coulomb interaction,
the short and long-range part can also be separated using the method introduced by Ewald?™3°. Note that in the
following section we will also use this procedure on the Jastrow factor, also a long-ranged function. The optimal
split-up is routinely used in the QMC algorithms in order to compute rapidly the potential and kinetic energy of
long-ranged interactions and wavefunctions during the Monte Carlo random walk.
Let us write the potential energy per particle in terms of this breakup

(Vn) = /2)/0% dr ve(r) [gn(r) — 1] + — Zv —1] (28)
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where we have introduced the pair correlation function of the N-particle system

r)=1+ % > e T [Sn(k) — 1] (29)
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The natural extrapolation of the pair correlations to the thermodynamic limit is by assuming g..(r) =~ gn(r) for
r < r. and interpolating Sy (k) to a dense grid in k-space, S (k) =~ Sy(k). The remaining size corrections for the
potential energy are then exclusively expressed in terms of long-range contributions

AV, = | [ o QZ (30)

By construction, the integration and summation of the r.h.s .of Eq. (30) do not depend on the upper integration/
summation limit as qu” is zero for large k by construction. In practice, we use r. = L/2 together with a cubic
spline interpolation of Sy (k) to continue the values on the discrete k-grid to the continuum to obtain Sy (k). For
a multicomponent system interacting only via Coulomb forces, only the charged structure factor is needed for the
potential energy and we impose the boundary conditions: S(0) = (dS/dk), = 0.

Notice, that for the derivation of Eq. (30) we have assumed that the short range part of the pair correlation
function remains unchanged in the thermodynamic limit. This would be the case if the structure factor was an
analytical function of k which is in general not the case. Although S(k) ~ k? for 3D, non-analytic behavior ~ k3 is
expected beyond leading order giving rise to additional corrections of order N ~2 which we neglect in the following®®. In
appendix D we describe how to go beyond this assumption to include sub-leading corrections due to non-analyticities
in the structure factor involving also the short-range part of the potential and explicitly show how to perform the
calculations with the Ewald potential for cases where the optimized potentials are not available.

2.  Kinetic energy correction

Let us now consider the kinetic energy contribution involving the Jastrow correlations, the remaining term of

Eq. (14),

TU=]1V<¥2Z%[V U)? > (31)

Again, we analyze the expression in terms of the Fourier components. Restricting to a single component system with
U = 55 > UkpPkp—k, We have
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where we have neglected all terms with k # —k’ corresponding to the RPA approximation which becomes exact in
the long wavelength limit3!.



In order to analyze the finite size corrections for the energy we interpolate the Jastrow potential, u(k), from its values
at discrete k-points to all values of k. As with the potential energy, the kinetic energy error from pair correlations,
ATy = limy0o{Ty)/N] — (Tv)/N, reduces to an integration error. The non-analytical behavior of the integrand
around k = 0 for Coulomb systems gives rise to slow convergence of the integration; the leading order is given by the
plasmon contribution®.

ATEC = AVp = ——2 (34)

To go beyond leading order, we split the long-range from the short range part of the Jastrow potential, ug =
ugsr (k) + up-(k), so that we arrive at the following expression

21.2 ~

As the integrand on the r.h.s. vanishes rapidly with k, we only have to interpolate the structure factor at small k and
work out the corrections similar to those for the potential energy.

8. Backflow corrections

The above corrections are for a Slater-Jastrow wavefunction. Backflow wavefunctions considerably improve the accu-
racy of QMC calculations'?2342745 and have been generalized to systematically approach the ground state energies*®
Let us consider that the orbitals ¢,; = ¢, (q;) inside the Slater determinant, Eq. (17), are built using general backflow
coordinates, q; = r; + 1; where 7); is a function of all other coordinates. The derivatives of n; will then give rise to
additional terms of the kinetic energy with corresponding finite size corrections which have not discussed so far. Using
RPA like arguments, we can estimate the dominating terms in the laplacian of the kinetic energy (see appendix C)

<_2fie VZD> ~ 1+ % ESN(k)] <—2Zj£)> =1+ % ;SN(k)] [; En — <¥ Ueff((h')>] (36)

with
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where d is the spatial dimension and the backflow potential, y,, is related to the quasiparticle coordinates® via

M= g 2, WaleTip_q —1).
As before, we can now derive the size corrections of the kinetic energy due to backflow, ATpp, using

ATBF ~ t / 271_ QZ SN (38)
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where 5x (k) is given by Eq. (37) where the long-range part of y, and y7 together with an interpolation of the structure
factor is used as was done with the previous kinetic energy corrections without backflow.

From the long-range limit of the electron electron backflow'2, we can estimate the leading order size effects of
backflow for a metallic system in 3D

H
|

t

where ¢ is the single particle kinetic energy, ¢ ~ 3k%/10m, for a system with an isotropic Fermi surface.



C. Projection Monte Carlo methods and mixed estimators

Starting from a trial wavefunction, the true ground state wavefunction can be sampled using Projector Monte Carlo
methods. Using the fixed-node approximation for fermions to circumvent the sign problem, the optimal ground state
wavefunction constrained by the nodes of the given antisymmetric Slater determinant, D, is determined, Eq. (15).
When using twisted boundary conditions for TABC and GC-TABC, we replace the fixed-node procedure with the
fixed phase approximation®?. Extrapolating the calculations imposing the nodes/phases obtained from the same
effective potential will therefore lead to identical single-particle size corrections as within VMC, Eq. (22), as these
shell corrections are due to the behavior of the phase of the many-body wavefunction which is unaffected by the
restricted random walk of the projection. Although reweighting does not generally apply to fixed node calculations,
it still converges within each pocket where the sampling weight remains constant and the phase of the wavefunction
changes continuously. Equation (22) accounts for the effects of a sharp Fermi surface for the single particle orbitals.
However, projection may modify the effective Fermi surface and one should regard ep, used in the underlying VMC
wave function as a variational parameter characterizing the nodes of GC-TABC converged projector Monte Carlo
calculation.

Concerning the two-particle corrections, size-corrections beyond shell effects are directly related to the bosonic long
wavelength modes, so that projection may lead to essential changes. Within projection Monte Carlo methods!-24,
the total energy of the system is most easily obtained by commuting the Hamiltonian to one end of the path where
the energy can be obtained from the mixed estimator, Eq. (16). In the case where the exact long-range behavior of
the Jastrow function is already imposed in the trial wavefunction, we can neglect size effects of the term involving
Urpny — U, and two-particle size effects f0£ the total energy are corrected by adding potential and kinetic energy
corrections, Eq. (30) and Eq. (35), where Sy is obtained from the mixed estimator of the structure factor. Whereas
the total energy estimator is unbiased, separating potential from kinetic energy contributions may be biased in this
procedure.

Unbiased calculation of the structure factor can be done using reptation Monte Carlo??, so that we can directly
apply the VMC formulas for potential and kinetic energy corrections, Eq. (30) and Eq. (35), respectively, as long as
the exact long-range behavior of the Jastrow is contained in the trial wavefunction. Although reptation Monte Carlo
can be extended to obtain unbiased estimators for off-diagonal quantities such as the momentum distribution'?, it is
simpler to determine the kinetic energy as the difference of the total energy and the potential energy.

In cases where the trial wavefunction does not contain the correct long-range behavior, the term involving Upy — U
becomes relevant for the size extrapolation. To estimate this correction, we can use a quite general relation between
the structure factor and the effective Jastrow!®, ueg(k), valid in the long wavelength limit

S (k) = 557 (k) + 2puen(k) (41)

where Sy(k) is the ideal gas structure factor (see appendix B). For metallic systems, its contribution to the effective
Jastrow factor is negligible, e.g. for the DMC mixed estimator of the structure factor, we have

1

N R M )

and we can obtain upy (k) from the mixed DMC estimator, as the Jastrow factor of the trial wavefunction, u(k), is
known. Knowledge of upy, allow us to calculate the two-particle size corrections of the total energy from Eq. (30)
and Eq. (35) together with a similar term to take into account the corrections involving Upny — U in Eq. (16).

Let us discuss explicitly the common practice of using a short range function for the electron-electron Jastrow
factor. In this case the long-range part of limy_.qu(k) — const compared to the exact one which diverges as k2.
Whereas the kinetic energy contribution, Eq. (35), also remains negligible, the potential energy contribution with the
use of the mixed estimator Spyrc >~ [pur N(k)]_1 is twice as large as that obtained by using the exact structure factor
S(k) ~ [2purn(k)]~t. We see, that the leading order corrections for the total energy are indeed correctly obtained by
the mixed estimator, however, the true potential energy as obtained by the use of the unbiased estimator contributes
only half of this correction. The other half comes from the kinetic energy. Notice that the exact structure factor also
agrees with the one obtained from the extrapolation formula S(k) ~ SgxTr(k) = 2Sprmc(k) — Symc(k) as long as
upn (k) — u(k) is small. In practice, for calculations based on a short range electron-electron Jastrow, we can use
the interpolation of Spare(k) in the potential energy extrapolation to obtain the total energy size corrections and
that of Spxrr(k) to obtain the potential energy corrections. From the difference we can estimate the kinetic energy
corrections without knowledge of the exact long-range Jastrow correlations.

Therefore, although it is not necessary to include the correct long-range behavior into the trial wavefunction, the
long-range correlations affact the size extrapolation of DMC energies. Correct sampling of these long wavelength
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correlations requires long projection times, since the projection time scales as L? = N2/3 and long projection times
require a larger population of walkers to remain unbiased.

Size extrapolations are frequently based on VMC energies, only. Without including long-range contributions to the
Jastrow, there is no guarantee that these size extrapolations can be transferred to the DMC energies. Still, as long as
the range of the short range Jastrow potential used in the trial wavefunction grows proportional to the system size,
the optimization of a sufficiently flexible functional form will converge to the correct long-range behavior and allow a
correct estimation of the size corrections.

D. Extension to inhomogeneous densities

The above formulas have been derived for the case of a homogeneous one-component system. Here, we briefly discuss
how they should be used for inhomogeneous electronic densities. Define p, = (px) and separate the mean-values from
the fluctuating quantities, dpx = px — Py, in the structure factor, Sy (k) = Sy (k) + dSn (k) with

Sw(k) = 1P (13)
5y (k) = %<5pk5p_k>. (44)

Extensions of Sy (k) to the thermodynamic limit needed for the size corrections should be done separately for Sy (k)
and 6Sn (k). Whereas extensions of both quantities may be needed for the potential energy corrections, Eq. (30),
only §Sx (k) enters the kinetic energy, Eq. (35) and Eq. (38). However, Sy (k) will have the periodicity of the unit
cell for crystal structures and only §Sy (k) enters the potential energy corrections. In the following examples we will
refer to 6Sn (k) as the fluctuating structure factor.

III. EXAMPLES

In the following, we provide examples of the finite size errors using the correction schemes discussed above. In
general, we have performed calculations averaging over twisted boundary conditions, where the twist angles, 0, €
| —7/L,7/L] (a = z,y,2), are chosen on a linear grid with M? discretization points, 6, = (m/M — 1/2)2r/L,
m =1,2,... M. Bare results for the total energy per electron using TABC or GC-TABC are denoted by Erapc and
Ecc_71aBco, respectively. We then give the remaining shell corrections, ATrapc, or ATgo_TAaBC, obtained from
Eq. (22).

The leading order two-particle energy correction for static ions, assuming the correct long-range behavior of the
electronic Jastrow function, is given by the plasmon zero-point energy, AEro = hw,/2N = \/3r5_3/ 2 /(2N)Ha, in-
dependent of the shape of the supercell used. Here and in the following, rs = (4mp.a’/ 3)~1/3 is the Wigner-Seitz
density parameter, p. is the electronic density and ap = h?/m.e? is the Bohr radius. Corrections beyond leading
order AE;,. = AT} + AV}, are calculated by using the optimized long-range part of the corresponding potentials in
Eq. (30) and Eq. (35), and interpolating Sy (k) using cubic splines and assuming that Sy (0) = S (0) = 0.

A. Crystalline hydrogen: perfect crystal

Here we consider b.c.c. hydrogen at a density of rs = 1.31, and we neglect the zero point motion of the protons.
We present first VMC calculations with the simplest orbitals in the Slater determinant (spherical Fermi surface),
én(r) = e T with k < kp where kp is the Fermi wave vector and fully analytical potentials including long-range
parts for the many-body backflow and Jastrow potential. We separately study the influence of backflow coordinates
on the size extrapolation. We then present DMC results using realistic DFT-bandstructure orbitals without backflow
including only short-range Jastrow functions. The Reptation Monte Carlo method is used to obtain pure estimates
of the potential energy in the latter case.

1. Slater-Jastrow wavefunction with spherical Fermi surface

The simplest trial wavefunction is a Fermi liquid state, where the Slater determinant is formed from plane waves
filling the Fermi sea up to an isotropic Fermi wave vector kr. We have used an expression (analytic in k-space) based
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FIG. 1: Energy per atom for b.c.c. hydrogen at rs = 1.31 using a Slater-Jastrow wavefunction with plane wave orbitals

occupied up to the Fermi surface for various system sizes, N. We show the uncorrected twist averaged results, Erapc and
Ecc-raBc, together with the size corrected ones, Eoo (TABC) = Erapc + ATrapc + AT(lf + AVi, and Eo(GC —TABC) =
Foc-rapc + ATgo-TaBe + AT(lf + AVj,. In the inset we show the corresponding values of kinetic energy.

on the RPA'112 for the Jastrow factor. Then the trial wavefunction for various values of N is guaranteed to approach
the large N limit very smoothly. (Optimized Jastrow factors could have an additional noisy component.) The VMC
results are given in table I and Fig. 1, we can see that convergence of the energy per particle to less than 1lmHa can
be reached already with N = 16 electrons. For TABC, extrapolation with M is smooth, but the use of the shell
corrections, ATrapc, to mimic the sharp Fermi surface at kg is essential to reach a high precision comparable to
GC-TABC results.

Kinetic and potential energy corrections are given separately. Interestingly, kinetic and potential energy corrections
stemming from the two particle correlations remain equal to high precision beyond leading order, and approach the
leading order expression from below.

2. Backflow wavefunction with spherical Fermi surface

In table IT we show the results for the same system as before but including backflow coordinates to evaluate the
orbitals!?. Whereas potential energy corrections work as well as in the case without backflow (see Fig.2), the explicit
backflow corrections derived above, ATgp, are clearly improve the extrapolation (see Fig. 3). Still, the underlying
approximations in their derivation introduce a larger error than for the Slater-Jastrow trial function.

3. Slater-Jastrow wavefunction with DFT band structure

Next, we consider orbitals obtained from a density functional theory calculation inside the Slater determinant
using QMCPACK?*%:%°, Single particle orbitals were obtained from Quantum Espresso using the PBE functional®®.
The oribtals were generated on an 8x8x8 shifted Monkhorst pack grid using a planewave cutoff of 200Ry. A hard
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FIG. 2: Energy per atom for b.c.c. hydrogen at rs = 1.31 using a backflow wavefunction with plane wave orbitals occupied
up to the Fermi surface for various system sizes, N. We show the uncorrected twist averaged results, Erapc and Egc—raBc,
together with the size corrected ones, Foo(TABC) = Erapc + ATrapc + ATF + ATys + AVi, and Eo(GC — TABC) =
Ecc—rapc + ATge-rasc + ATy + AT[lf + AVj,. In the inset we show the corresponding values of potential energy.
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FIG. 3: Kinetic energy per atom for b.c.c. hydrogen at rs = 1.31 using a backflow wavefunction with plane wave orbitals
occupied up to the Fermi surface for various system sizes, N. We show the uncorrected twist averaged results, Trapc and
Tac-Tape in the main figure, the size corrected ones are presented in the inset, Too (TABC) = TTABC+ATTABC+AT£,T+Abe
and T (GC — TABC) =Tac—1aBc + ATgec—TaBc + Abe =+ AT(lf with and without backflow corrections.
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N M| Erapc ATragc | AEro || ATY | AV, | AEL E«(TABC)
16 161{|-0.510358(3) || -0.001817 |0.036100//0.013667]0.014393|0.028059| -0.484115(3)
54 1611|-0.491779(6)|| -0.001377 |0.010696|/0.004440]0.004455|0.008895| -0.484261(6)
128 161]| -0.48764(2) -0.000602 |0.004512{/0.002035|0.002021 |0.004056 ||  -0.48419(2)
250 1611|-0.486525(4)| -0.000013 |0.002310(/0.001195]0.001150{0.002345| -0.48417(3)
lin.extrap. -0.4851(1)
N M || Ego-rapc |ATce-rapc| AEro | ATy | AV, | AE, | Ex(GC-TABC)
16 1611|-0.512739(4)|| -0.000034 |0.036100|[0.013744]0.014473|0.028217| -0.484556(4)
54 1611|-0.493581(6) || -0.000027 |0.010696|/0.004424|0.004441|0.008865| -0.484743(6)
128 1611|-0.488484(3)|| -0.000003 |0.004512/0.002009|0.001996|0.004005| -0.484483(3)
250 81 || -0.48658(2) 0.000012 |0.002310{|{0.001171|0.001131{0.002302|| -0.48426(2)
lin.extrap. -0.48476(2)
TABLE I: Energy corrections in Hartrees per electron for b.c.c. hydrogen at rs = 1.31 vs. number of electrons, N, with

various size correction estimates. Energies are computed with VMC and using a Slater-Jastrow trial function with plane
waves orbitals. TABC: twist-averaged boundary conditions, GC-TABC: grand-canonical twist average boundary conditions.
The number of twists in each dimension was M, AELo = ATro + AVio: leading order energy size corrections (plasmon
formula), AE;,. = ATy, + AV, size correction using fit of Sk to compute all long-range corrections where Eq. (35) is used for
the kinetic energy correction, AT{F, and Eq. (30) for potential energy correction, AVi.. The a priori best estimate for Eu
using only quantities in the N-particle system, denoted by Foo (TABC) = Erapc + ATrapc + AFE;,. for TABC and, similar,
E-(GC — TABC) for GC-TABC. Linear extrapolation of Erapc (Ecc—rapc) using the data for 54 < N < 250 is given
beneath the lines of N = 54 — 250. Statistical errors in the last digit are given in parentheses.

N M || Erapc ATrapc | ATE? | AEro | ATgr | ATY | AV | AE, E«(TABC)
16 161(|-0.522611(2)|| -0.001817 |-0.013414(0.036100||-0.012354|0.016964 [0.018167|0.035132| -0.501651(2)
54 81 || -0.50494(1) || -0.001385 |-0.003975|0.010696 ||-0.004075|0.006429|0.006448|0.012877|| -0.49752(1)
128 81 || -0.50071(1) || -0.000604 |-0.001677|0.004512|[-0.001464|0.002712|0.002698|0.005410| -0.49737(1)
250 | 81| -0.49929(4) || -0.000191 (-0.000858|0.002310]|-0.000740|0.001382[0.001395|0.002777| -0.49745(4)
lin.extrap. -0.49765(4)
N M || Egc—rapc |ATec—rapc| ATES | AEro || ATsr | ATY | AV | AE, ||Ew(GC-TABC)
16 161(|-0.524814(3)|| -0.000034 |-0.013414[0.036100|-0.012344|0.017050(0.018254|0.035304 || -0.501888(3)
54 161]-0.506684(7)|| -0.000027 |-0.0039750.010696 ||-0.004078 0.006389|0.006409|0.012797|| -0.497991(7)
128 | 81 {/-0.50147(2) | -0.000005 |-0.001677(0.004512|-0.001463|0.002732|0.002718(0.005450|| -0.49749(2)
250 | 81| -0.49948(2) || 0.000012 (-0.000858|0.002310]|-0.000734 |0.0014560.001131{0.002915| -0.49728(2)
lin.extrap. -0.4976(1)

TABLE II: Energy corrections in Hartrees per electron for b.c.c. hydrogen at rs = 1.31 for different number of electrons, N,
with various size correction estimates. Energies are computed with VMC using a Slater-Jastrow trial function where plane
waves orbitals contain backflow coordinates. Additional kinetic energy corrections due to backflow are denoted by ATLS for
the leading order formula, Eq. (40), and ATgp from the interpolation of the static structure factor together with Eq. (39). The
other symbols are defined in the caption of table I.

Troullier-Martins pseudopotential with a cutoff of r. = 0.5a9 was used to eliminate the 1/r divergence in the DFT
calculation.

We used a Slater-Jastrow type trial wavefunctions without backflow. The Jastrows factor consisted of a sum of
radially symmetric short-ranged one and two-body terms without long-range contributions. The cutoff radius for the
short-ranged terms was chosen to be the Wigner-Seitz radius of each simulation cell. A fully optimizable b-spline
form was used for all Jastrow terms, which we optimized with variational Monte Carlo using the linear method.

For the QMC calculations, we considered supercells with N = 16,128,1024 atoms. Twist averaging was used to
obtain all reported quantities. To generate the twists, we used the same Monkhorst-Pack grid as used for orbital
generation. Reptation Monte Carlo (RMC) was used for the N = 16, 128 supercells to compute both mixed and pure
energy estimates. For the N = 1024 supercell, we used Diffusion Monte Carlo to calculate the total energy. In all
calculations a time step of 7 = 0.0075Ha ! was used. In the RMC calculations, a projection time of 8 = 4.5Ha ™"
was used.

Results are summarized in table III and Fig. 4. The total energy corrections were obtained by the mixed estimator
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N M| Erapc || Trase | Vexrr v AT | av || AE To Voo Be |
16 |8 -0.53000(3)[[0.7581(3)[-1.2894(3)|-1.2882(3) || 0.00274]0.02205 | 0.02479 [|0.7608(3) |-1.2662(3)|-0.50530(3)
128 | 4 [-0.50774(2)|[0.7607(1)|-1.2714(1) |-1.2685(1) || 0.000810.00254|| 0.00335 ||0.7615(1)|-1.2660(1) |-0.50439(2)
1024 | 2 (]-0.50507(1) 0.000641 -0.50443(1)
lin.extrap. 0.7611(3) |-1.2657(3) | -0.50465(1)

TABLE III: Finite size corrections for b.c.c. atomic hydrogen (rs = 1.31) at zero temperature using DFT orbitals in the
Slater determinant. The potential energy per electron, V', was obtained using the pure estimator within RMC, whereas the
kinetic energy was calculated via T = E — V. From the extrapolated results of the DMC calculations using the mixed
estimatorVexrr = 2Vbmc — Vv me, we conclude that the mixed estimator introduces a bias of 3mHa which is likely to
increase with system size. Therefore, we do not consider kinetic and potential energies separately for N = 1024 where only
DMC calculations were performed. All energies per electron are given in units of Ha.
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FIG. 4: Energy per atom for b.c.c. hydrogen at r; = 1.31 using a Slater-Jastrow wavefunction with DFT orbitals for various
system sizes, N. We show the uncorrected twist averaged results, En, together with the size corrected ones, Foc = En +
AT{ + AVi,. In the inset we show the corresponding values of kinetic energy. We also show the linear fits to the uncorrected
data and the corresponding extrapolated values in the thermodynamic limit.

for the fluctuating structure factor whereas the potential energy corrections, AV}, have been calculated from the pure
estimator using RMC. The kinetic energy corrections, ATy, then result from the difference of total and potential
energy corrections.

We see, that the finite size error after corrections in this case of more realistic orbitals is comparable to the previous
calculations using the simple plane wave determinant, even without including long-range components in the Jastrow
potential. However, the use of “exact” estimators was essential to reach this precision for kinetic and potential energy
separately.

B. Liquid atomic and molecular hydrogen at high pressure

We have used Coupled Electron-Ion Monte Carlo (CEIMC) to study high pressure hydrogen in the vicinity of the
liquid-liquid, insulator-to-metal transition33:3%. Here, the protonic configurations are sampled according to the classical
Boltzmann distribution x exp[—SFEpo] where Epo is the Born-Oppenheimer energy of the protonic configuration
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rs | Ne Erapc ||ATrapc| ATpr AT AV AE

1.34] 54 ||-0.51591(7)||-0.000492|-0.003912|| 0.000020 |0.005250|| 0.005270
54-128 -0.0005(10)| 0.006(1) ||0.0058(1)

1.44] 54 ||-0.53679(8)||-0.000008| -0.00363 || -0.000035 | 0.00444 || 0.00441
54-128 0.003 (1) |0.003(1) [0.0056(2)

TABLE IV: Finite size corrections for liquid atomic and molecular hydrogen at T" = 1200K. The kinetic energy corrections,
AT = ATragc +ATsr + ATll}" sums up all contributions, whereas the total potential energy corrections, are AV = AV},.. All
size corrections correspond to energies per electron in Ha.

determined from an electronic QMC estimate®638. The nuclear configuration space was sampled using the VMC

energy. The trial function consisted of a Slater determinant of single electron orbitals for each spin component and
a correlation part with single, two and three body Jastrows. The single electron orbitals are from self-consistent
Kohn-Sham theory3?, dressed by a backflow transformation. Analytical expressions from RPA for both correlation
and backflow functions are employed 2264041 which exactly enforce the cusp conditions between all pairs of charges
as well as the correct long-wavelength behavior of the charge oscillations. These are complemented by empirical
expressions which preserve the correct short and long distance behavior and introduce few variational parameters
that need to be optimized?5:49,

In addition to the energy per particle, pressure corrections can be obtained from the kinetic and potential energy
corrections using the virial theorem. The calculations were performed using TABC on a 4 x 4 x 4 grid for N = 54 and
N = 128 hydrogen atoms. We have used Eq. (22) to correct for finite size effects of the single particle kinetic energy
imposing the DFT Fermi surface. The potential energy can be written entirely in terms of the charged structure
factor

1 (& € €
Se(k) = 7 (Pric + pp’ s = 20k a) (45)
e

averaged over electronic and protonic configurations, and we have used the potential energy corrections, Eq. (30),
with S ~n (k) replaced by a cubic spline interpolation of S.(k). The formula for the kinetic energy correction stemming
from the Jastrow cannot be simplified in terms of the charged structure factor only, but has been extended to include
electron-electron and electron-proton components of the Jastrow, their correct long-range are imposed in the VMC
wavefunction®. The two-body backflow correction, Eq. (39), only involves the electron-electron structure factor, and
t has been obtained by calculating the kinetic energy of the backflow-free Slater determinant.

In table IV, we illustrate size effects of the energy on two different systems. At the higher density, the system is
in the atomic phase with a metallic character, whereas the lower density is molecular and expected to be insulating.
Since the structure factor has a higher peak for the molecular system around k = 2.5, the interpolation of it becomes
less accurate and introduces a larger uncertainty in the size extrapolation than in the atomic liquid.

C. Hydrogen-Helium mixtures

We now analyze some snapshot configurations of helium-hydrogen mixtures at high density, rs = 1.10 and r4 = 1.34,
generated from an ab-initio quantum molecular dynamics simulations*”. For fixed nuclei positions, we have calculated
the electronic energy using the QMCPACK*%°? simulation package based on a single Slater-Jastrow wavefunction with
single particle orbitals obtained from Quantum espresso® using the PBE functional (see Ref.*”*8 for further details).

Using a long-range optimized u; we can fit the long-range behavior of the electron-electron Jastrow ue.(k) = ak =2
and the fluctuating electronic structure factor §S..(k) = 8k? (using the pure estimator). We then obtain the leading
order corrections corresponding to the extrapolation of k — 0 in Eq. (33)

R2k2pou?, (k)5Sce(k)  h2p2a®B 1
ATLO =1 eee ce _ e . 4
v 5 om V' om. N (46)
and similar for the leading order potential energy corrections
. pbSee(k)  2mpee?f
A =1 = 4
Vio =l =0y N ")

In table V we show the leading order size corrections and compare them to AV}, obtained from interpolating only the
pure estimator for the fluctuating structure factor as described in Sec.IID. The kinetic order corrections, ATy, were
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7s | zme | Ne ||ATrasc| ATEC | AVio AT AV, ALy,
1.10(6.7% 64 -0.00059 || 0.00125 {0.00470| 0.00143 0.00591 0.00735
64-512 0.0014(5) | 0.0069(9) |0.00816(3)

21% 64 -0.00024 {|0.000273|0.00452| 0.00130 0.00569 0.00700
64-512 -0.0009(10) |0.0095(10)|0.00859(2)

1.34[12% ][ 64 [[-0.00011[[0.000178[0.00343] 0.00103 | 0.00426 | 0.00530
64-512 0.0017(8) | 0.0047(8) |0.00632(3)

21%|| 64 |[-0.00008 [|0.000750[0.00332] 0.00097 | 0.00410 | 0.0051
64-512 0.0018(7) | 0.0046(7) |0.00640(2)

TABLE V: Finite size corrections for snapshop configurations of a hydrogen-helium mixture at different densities, rs, and
different helium concentrations zge = Npe/(Nue + Nu). We give the size corrections based only on the N. = 64 electron
system together with a linear extrapolation of the single particle (ATrapc) corrected energies using a 2 X 2 x 2 tiling of unit
cell, denoted by N. = 64 — 512. All size corrections correspond to energies per electron in units of Ha.

obtained from the difference of the total energy corrections using the mixed estimator for the structure factor and the
potential energy corrections from the pure estimator using a trial wavefunction without long-range components. We
compare our size effects with calculations of a 2 x 2 x 2 supercell with frozen positions of the ions.

IV. CONCLUSIONS

In this paper, we have discussed in detail the origin of finite size effects in quantum Monte Carlo calculations for
electronic structure in extended systems. Based only on information on the wavefunction and the Hamiltonian, we
have explicitly shown the origin of size effects having either single particle or many-body character. We have proposed
robust and a priori methods to reduce finite size errors without the need of performing calculations of different sizes
nor relying on size extrapolations based on approximate calculations. Our methods do not assume any underlying
symmetry of the unit cell and have a comparable residual errors for solid and liquid structures. Although we have
used cubic supercells as benchmark for our calculations, non-cubic systems can be treated as well.

Most of the explicit results are given for Slater-Jastrow wavefunctions, with or without backflow orbitals, underlying
most of the quantum Monte Carlo calculations for condensed matter. However, we want to stress that our approach
is more general and can be extended to many other situations not explicitly discussed, e.g. Bose and Fermi systems
at zero and finite temperature51752.

In particular, our method based on the interpolation of the static structure factor can be directly applied to any
system with pair-wise interaction to reduce the finite size error in the potential energy without any further assumption
on the trial wavefunction or the density matrix. More delicate are corrections of the two-body kinetic energy which
require knowledge of the long wavelength behavior of the effective potentials of the underlying wavefunction, e.g. of
the effective two-body Jastrow factor, ug, or the effective backflow potential, y,. We also discussed and tested the
method when such information was not explicitly available.

Our analysis of size corrections are also useful to judge the validity of different size extrapolation schemes
However, as we have shown in the case of backflow wavefunctions, size-effects, in general, can depend on the form
of the wavefunction, an aspect usually not taken into account by heuristic approaches. Our theory of finite size
extrapolation is based on reasonable assumptions of the correlation function which can be verified by additional
calculations. Although our discussion was based on Quantum Monte Carlo calculations, our theory of finite size
extrapolation should be applicable also to different computational methods, e.g. full configuration interaction quantum
Monte Carlo (FCIQMC)5.

3-5

Appendix A: Finite size error in terms of analytic properties of Fourier transform
Let us consider the general form of finite size error
(2m)d  Q -

AF = fk (48)
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where fk is obtained from the expression of the observable in Fourier space. Assuming the existence of the Fourier
transform f(r) of fi, we have

AF =lim | f(r) =Y f(r+nL)| =) f(nL) (49)
n n#0

where n is a d-dimensional vector with integer components. We see that for large systems, the finite size error is directly
connected to the long range behavior of f. Although all considerations also apply to systems of reduced dimensionality,
e.g. quasi-two-dimensional systems®®, we restrict the discussion in the following to the most common case where the
functions f and f are isotropic for r — oo, and k — 0, respectively, We then have f(r) ~ fdkkd_1 fdefkeik'r and
fr ~ [drr®=t [dQqf(r)e™ ™, where Q4 denotes the angular part of the volume integration. .

From existence of the nth derivative of f; with respect to k = |k|, we see that | f(r)| must decay faster then r—¢=*+1

for r - oo, and AF = O (N’lf(k’l)/d). If f}, is an analytical function, it must be a regular function of k2, its Fourier
transform, f(r), and therefore also AF, decay exponentially with system size. Odd powers of k at the origin indicate
non-analytical behavior®; we can reduce the finite size error by making the observable as smooth as possible, e.g.
separating these non-analytical points from the integrand. In the case of long range (Coulomb) potentials, the original
summations involved in energy or potential energy exclude the term with £ = 0. However, since limg_¢ fk remains
in general finite, the inclusion of this term already improves the convergence to the thermodynamic limit. It can be
further accelerated by separating out the non-analytic behavior around & = 0 to make the reminder in the integrand
more regular. The difficulty is to find a general way to split of part of fi around k£ = 0 without introducing additional,
artificial irregularities in the integrand.

For a classical Lennard-Jones potential, we can in general assume that f decays at least as fast as the potential,
f(r) ~v(r) ~r=% for large r, and Eq.(49) directly leads to a finite size error of order N2 in the potential energy for
three dimensional systems.

For quantum systems, even in the case of short range potentials, phase fluctuations introduce long-range behavior
in the correlation functions giving rise to non-analytical terms in potential and kinetic energy, independent of the
statistics of the particles (Bosons or Fermions). The sharp Fermi surface in a metallic state further introduces a
discontinuity in the momentum distribution leading to slowly decaying oscillations in direct space, the origin of the
shell effects in the kinetic energy.

Appendix B: The effective Jastrow potential and long-range structure factor

Assume a quite general many-body wavefunction U(R), R = (ry,rs,..ry). The mean value of any observable O(R)
is given by

_ JAROR)|¥(R)[”

O = T TR ®R)P 0
which we can re-write as
[ dIO(I)¥2(1I)
0= [ dI1w2(IT) 51

N ik,
where II = (pi,, iy +-Pk )5 Px = D5y e™ T and

U2(1) = / dR [ 6| o, — Zeikn'ra‘ |T(R)[? (52)

n=1

It is now natural to introduce an effective action Seg = — log |\il|, with a functional form which respects the symmetry
of the problem. The simplest effective action which respects translational invariance is given by

1 1
Set ~ 5 l;) test(K)pkp-x = oz % w(k, @)pictap—kP—q- - (53)

and reduces to a simple Jastrow functional form in leading order. Note that fermion effects are correctly included in
this effective Jastrow factor.
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Using the simplest effective action where we neglect the second term on the rhs of Eq.(53) we get

(0w (59

N Q 1
T 2Nues(k)  2puex(k)

S(k)

(55)

which is exact for k — 0 whenever the mode-coupling terms of higher order, e.g. w(k,q), can be neglected. The
validity of this assumption can be explicitly checked by calculating the expectation values of higher moments of py,
and quantified by their deviations from those obtained assuming gaussian statistics.

Applying this result to non-interacting Fermions described by a single Slater determinant, we see that the effective
Jastrow potential of the Slater determinant [2pSo (k)] ™! is completely determined by the corresponding non-interacting
structure factor Sy(k). For a general Slater-Jastrow wavefunction, we then obtain teg(k) =~ u(k) + 2pSo(k)]~* which
fully captures the long range behavior when mode-coupling can be neglected. We therefore obtain Eq. (41) which
relates the structure factor with the effective Jastrow potential in the long wavelength limit.

Appendix C: Derivation of backflow corrections

Let us consider the following backflow corrdinates in the orbitals of the determinant
érj = ¢k(q;) with q; =r; +n,, and n; = a Zkyk e kT e — 1] (56)
k
so that the laplacian of the determinant is

82D oD
VD= ——_[Vq¥ VA |+ =V 57
ijza:@aq?%?[ - [79] 2 a7 e

Since ¢y, are (approximate) eigenfunctions of an effective Hamiltonian, terms with ¢ = j and o = § in the first
summation on the r.h.s. are expected to dominate the expectation value

L) LS (v - Ve (58)
2me \ D - d o0 & &
where
hQ 1 82 1
t:_mwN%KD&&D>:NZ]&_%”@» !

is the single particle kinetic energy per particle using Eq. (19). We can now simplify

1 . 1 .
Vﬁqf“ = i |f5a§ -0 Zkakﬁ Yk (ezk'r”p,k — 1) + (1 — (Sm)ﬁ Z kokg ykeZk'(ri_r”) (60)
k k
and
1 1 1 ? 1
v > <[Vq§"]2> = ¥ > < [5643 -5 > kakpyr (%Mo —1)| + ) (1- Oni) > kakphklkly yryy e ) remra)
iaB iB k nB Kk’

17;ZH%MMAﬂ

k

;

1 N2 ikr; ik’-r; N2 i(k+k')-(r;—ry)
+dQ2NZ<(k'k) yryw (e p*k_l) (e Pk _1) +TZL(1_5ni)(k'k) YkYk' €

kk's

1

1—d2sz:k2yk(S(k)—1)+ngzk:k4yi(5(k)+1).

(61)
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From this analysis, we can expect that backflow introduces another kinetic energy correction given by

dk 1
[am-a3]
where t is the mean kinetic energy of the single particle orbitals in the determinant. From the long-range limit of the

electron electron backflow!??3, y, = —c(ry)/ng® with c(ry) & 14 0.075\/r;/(1 + 0.8,/r;) for d = 3, frow which we
obtain the leading order term

As =

k?k 2+ pk?y — (2 — pk?yi) S(k)] o

1
ASLO = 737N (64)
or
t
LO _
ATER = —o (65)

with ¢ ~ 3k2/10m for a metal with spherical dispersion relation.

Appendix D: Extrapolation of potential energy based on Ewald summation and corrections due to
non-analytic behavior of the structure factor

To derive the long-range contributions for potential and kinetic energy, Eqs (30) and (35), we have assumed that
the long-range part of the underlying potentials can be separated so that the resulting expressions in Fourier space
converge rapidly. In all examples provided in the main text, this separation was done numerically using optimized
potentials?®2%. Analytical expressions can be obtained for power-law potentials, in particular for the Coulomb 1/r-
interaction, based on the method introduced by Ewald!:2739  In this expression, the periodic Coulomb potential
inside a box of linear extension L, can be written as

1 )
Vpp(T) = g Z virekT 4 Z vsr(Jr + L) (66)
k n
with
AT 24,2 erfe(ar)
vl = 72¢ R/ () = — (67)

where the parameter a controls the speed of convergence and n indicates the summation over all image charges in
real space. In the following, we set &« = /k./L and cut-off the sum in reciprocal space at wave vector k. together
with nearest-image convention in real space.

We illustrate the potential energy corrections for the homogeneous electron gas within the Hartree-Fock
approximation?®. Its structure factor in the thermodynamic limit is Syr(k) = 3k/4kp — k3/16k%. Using GC-
TABC the kinetic energy is exactly sampled. Additionally, the finite size structure factor Sy (k) is identical to the
infinite one, Sy (k) = Soo(k), on the discrete k-mesh compatible with the simulation box®22. Thus, size effects are
entirely due to the discretization error inside the calculation of the exchange energy. It is straighforward to calculate
the long-range contribution to the potential energy corrections.

In deriving the energy correction formulas in the main text, we have assumed that the short range part of the
pair correlation function is not modified by size corrections. This would be the case if the structure factor was an
analytical function of k. However, within Hartree-Fock, the linear behavior of the structure factor strongly violates
this assumption in contrast to the expected k2-behavior in more realistic calculations beyond Hartree-Fock. We can
take into account this behavior by

AVST =

[ a Z] o [Sw (k) = S (ko) | 00k — k) (68)
k

where S n (k) is the interpolation of the structure factor imposing a vanishing derivative at the cut-off k. and v}" =

4m(1 — 6_k2/4a2)/k2 for the Ewald potential. Notice, that we have inserted Sy (k.) to force the integrand to vanish
at k., but the difference between the discrete sum and the integration vanishes to high precision by construction.
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FIG. 5: Differences of the potential energy per electron, Vi, in units of Ha, relative to the thermodynamic limit, V., for the
homogeneous electron gas at rs = 1 within the Hartree-Fock approximation. The black symbols are GCTABC results of the
finite system with N electrons, red symbols corresponds to the finite size corrected ones with long and short range corrections,
AV}, and AVj,, using the Ewald method described in appendix D. In the inset we compare the long and short range potential
corrections, AV, (pink symbols), and AVs,. + AV, (red symbols) with the leading order corrections (blue symbols) of Ref.3.
Lines are guides to the eyes. For all size corrections, the value of the slope of the structure factor at the origin is estimated from
its values at the discrete k-mesh, imposing the exact value, the energy difference can be further improved and Vy + AVj, + Ag,
becomes equal to the thermodynamic limit on the scale of the figures.

In Fig. 5, we show the finite size error in the exchange energy of the electron gas at rs = 1 within the Hartree-Fock
approach and the results of the potential energy corrections above in comparison with the leading order corrections®.
For all size corrections, the value of the slope of the structure factor around the origin is estimated by finite difference
of the finite size structure factor. Imposing the exact value of the slope, deviations to the thermodynamic limit of our
best a priori value of the exchange energy, Vi + AV}, + AV,,., are of order < 10~°Ha for N > 10. Our procedure can
therefore be considered as optimal.

In realistic calculations (beyond Hartree-Fock), screening effects strongly modify long-range behavior of the structure
factor compared to the Hartree-Fock behavior leading to S(k) ~ k? around k = 0. Although non-analytic behavior
may still occur beyond leading order (terms of order k3), the corresponding size corrections AV, are expected to be
much reduced. In practice, it is difficult to use Eq. (68) to correct for non-analytical terms beyond leading order, so
that we have only taken into account Vj, for size corrections in 3D. However, if we can extract the non-analytical
behavior, S(k) = ak® + bk? + ...... around k = 0, we can estimate these corrections from the asymptotic expansion

dk 1

These corrections are of order N=2 in 3D (o = 3) and L=7/2 ~ N=7/* in 2D (a = 3/2).

vy k* (69)
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The plasma frequency is independent of the wave vector in 3D, whereas it is k-dependent in 2D.

For dilute Bose gases and liquid helium we expect uy, ~ k~! and S(k) ~ k. The corresponding two-body corrections of the
potential and kinetic energy are of order IV —4/3,

Here, the discussion is limited to 3D electronic systems. In 2D or 1D, the non-analytical behavior of the structure factor are
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extrapolation. See appendix D.

Here, we consider classical protons. For quantum protons, proton-proton correlations must also be included in the kinetic
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