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Abstract

Tensor product approximation of pair-correlation functions opens a new route from quantum Monte
Carlo (QMC) to explicitly correlated F12 methods. Thereby one benefits from stochastic optimization
techniques used in QMC to get optimal pair-correlation functions which typically recover more than
85 % of the total correlation energy. Our approach incorporates, in particular, core and core-valence
correlation which are poorly described by homogeneous and isotropic ansatz functions usually applied
in F12 calculations. We demonstrate the performance of the tensor product approximation by ap-
plications to atoms and small molecules. It turns out that the canonical tensor format is especially
suitable for the efficient computation of two- and three-electron integrals required by explicitly corre-
lated methods. The algorithm uses a decomposition of three-electron integrals, originally introduced
by Boys and Handy and further elaborated by Ten-no in his 3d numerical quadrature scheme, which
enables efficient computations in the tensor format. Furthermore, our method includes the adaptive
wavelet approximation of tensor components where convergence rates are given in the framework of
best N-term approximation theory.

1 Introduction

From the early days of quantum theory, it was a major goal to obtain highly accurate approximations for
solutions of the many-particle Schrodinger equation. Focusing on the helium atom and isoelectronic ions,
Hylleraas pioneering work [1] demonstrated the reachability of this goal. For technical reasons, however,
his ansatz was not immediately applicable to more complicated atoms or molecules. In the subsequent
development of quantum many-particle theory, two different lines of research have been followed. In
quantum chemistry systematic expansions in terms of linear combinations of Slater determinants rep-
resented the favoured approach. Whereas research in nuclear and condensed matter physics also dealt
with Jastrow-type wavefunctions [2] where correlation is described by a symmetric exponential ansatz
function which explicitly depends on the inter-particle distances. Sophisticated many-particle theories
[3, 4, 5] were developed to deal with the corresponding highly nonlinear optimization problem. It is inter-
esting to see how both approaches merged to a certain extend in the framework of coupled cluster theory
[6]. An alternative procedure represent stochastic optimization schemes for Jastrow-type wavefunctions
[7, 8,9, 10, 11, 12] which have been developed within the quantum Monte Carlo (QMC) approach. This
highly successful method has been applied to atoms, molecules and solids [13, 14]. In the course of these
studies, considerable knowledge concerning construction and performance of Jastrow factors [15, 16] has
been accumulated.

The major bottleneck for highly accurate calculations using a basis of Slater determinants is the slow
convergence with respect to the underlying single particle basis. To overcome this problem, additional



basis functions explicitly depending on inter-particle distances were also introduced in quantum chemistry.
However, it was not until the work of Kutzelnigg and Klopper [17, 18] that this approach became man-
ageable for larger molecules. Originally based on a simple linear ansatz in the inter-particle distance, the
R12 method was recently extended to F12 methods [19, 20, 21, 22, 23, 24] by using more general ansatz
functions with improved behaviour at large inter-particle distances. So far not much impact from QMC
calculations on the construction of these correlation functions has been observed. This can be attributed
to rather different underlying philosophies in both communities. Quantum chemists consider these ad-
ditional correlation functions mainly as a completion of the original basis of Slater determinants which
only contributes in the asymptotic region of the electron-electron cusp. In contrast to this, the Jastrow
factor in QMC calculations typically acts on a Hartree-Fock (HF) wavefunction and carries over the whole
burden of electron correlation in the short, intermediate and long-range regime. Recent studies using the
F12 method [25], however, revealed the large potential of fairly simple optimized correlation functions also
in this context.

It is the purpose of the present work to bridge the gap between QMC and F12 methods. Before we
discuss the details of our approach let us briefly comment on similarities and differences of both methods.
The common object is the pair-correlation function 7(3) which enters into QMC via the Jastrow ansatz
for the wavefunction, i.e., ¥ = F®, with Jastrow factor

f(xl,...,xN):exp<ZT(1 +ZT (x4,%5) -->, (1.1)

1<j

and in F12 methods as additional basis functions for electron pairs

wij(x1,%2) 1= (1 — Q1)(1 — Q2)7 (x1,%2) ;s (x1)b; (x2), (1.2)

with indices 4, j running over all occupied orbitals. Here the projection operators )1 and ()2 map into
the space spanned by the occupied orbitals. The essential difference is that F12 methods restrict to
pair-correlation functions which depend only on the inter-electron distance. The consequence of such a
restriction can be well seen from QMC calculations, in particular the systematic study of Schmidt and
Moskowitz [26] demonstrated the significance of additional degrees of freedom. Unfortunately, it is difficult
to compare their results with recent F12 calculations based on optimized pair-correlation functions [25]
because the latter consider only valence correlation whereas QMC inherently includes core and core-
valence correlation. It is not surprising that often excellent results for valence correlation can be achieved
with optimized F12 pair-correlation functions because the valence electron density is to a certain extent
homogeneous and isotropic as well. Therefore, it seems that a real benefit of this more general approach
can be expected in cases where core and core-valence correlation must be taken into account or when low
lying valence orbitals, like for transition metals, are considered. This makes sense because such correlations
require substantial extensions of standard basis sets.

2 Route from quantum Monte Carlo to F12 methods

Various explicit representations for Jastrow factors have been reported in the QMC literature. Within the
present work we focus on the ansatz of Schmidt and Moskowitz [26] which was actually introduced earlier
by Boys and Handy for their transcorrelated approach [27]. Presently, these Jastrow factors are the most
popular for QMC calculations. The pair-correlation function is represented by a polynomial

X“XJ Z Z clmn ZIT]J +rjl7azJ) e (21)

I1,J l,m,n
in rational distance variables
_ xi — Afl _ |xi — %
iy = ————— and 7;; = 2.2
T 1 % — A T 4 [xi — X (22)



Here and in the following, we have skipped the superscript in 7(2) for notational simplicity. Powers of
these variables can be further approximated by sums of Gaussians

m K
[1 f:xd ~ Z:bm,ke*‘)"’”“"“2 form=1,2,..., (2:3)
k=1

leading to a separable approximation 7 of the pair-correlation function, i.e.,

3
T(X,y) ~ 7~'(X,y) — Z Z alIJLInHe—Oél($i—AI,i)2e—ﬁm($i_yi)2e—’Yn(yi_AJ,i)27 (2.4)
I,J I,mmn =1
with x := (x1,29,23), ¥ := (y1,¥2,¥3), respectively. This separable approximation, however, has by

construction a large separation rank and is of limited use for the computation of three-electron integrals.
Therefore, a compression step is required which provides us with a low-rank approximation of the pair-
correlation function. It is our goal to find the best possible separable approximation for a given separation
rank k in the general form

7oxy) = Y ul @y ul (22, o)l (23, 93), (2.5)
k=1

which is known in the literature as the canonical tensor format [28]. Like in our previous work [29, 30],
we applied Newton’s algorithm [31] to solve the least-squares problem

0x(T) := inf

k3
i o (X2 +1y 1) (%(X, y) — Z le(gl) (x4, yz)) HLQ(Rﬁ) (2.6)

k k=1i=1

for the pair-correlation function in the weighted Ly(R®) norm. The weight e~ #+¥?) has been introduced
for computational convenience because the asymptotic behaviour of the pair-correlation function is not
well defined for |x| or |y| — oco. It has been shown by Espig [31] that the best approximation

{u;(f) (@i Yi) Yh=1,...5, i=1,2,3 = argmin o, (7) (2.7)
is contained in the Ly(R?) subspaces, cf. (2.4),
U = Span{e—al($i—AI,i)2e_ﬁm($i_yi)2e_'Yn(yi_AJ,i)2 }’ (2.8)

(4)

which means that the bivariate components w;’ are given in the form

ul(;) (mz,yl) = Z CLJ e*al(xi*Al,i)Qe*ﬁm(xi*yi)QB*Vn(yi*AJ,i)Q. (29)

k,lmn
I1,J I,m,n

The computational complexity of the compression algorithm for a target rank & is given by
3
O<K(K+K) +5%+ (s + K) ) dim U> (2.10)
i=1

where K denotes the initial separation rank of 7. The basic assumption for our applications is kK < K,
and therefore it is the last term which eventually determines the computational complexity. The last term
actually corresponds to a precomputing step performed before the minimization of the functional (2.6)
using Newton’s algorithm. By construction, the number of 2d-Gaussian geminals whose span defines U;
equals K, however, among these geminals a multitude of almost linear dependencies have to be expected.



In order to achieve optimal performance in the compression step, it is important to use an appropriate
norm for the least-squares fit. For the pair-correlation function, its contribution to the kinetic energy is
decisive. The weak formulation of the kinetic energy requires the first partial derivatives 0,7 which are
not part of the Ly error. Therefore, the Sobolev space H' which also takes into account the Ly error of
first partial derivatives, is appropriate. It is not hard to see that the original pair-correlation function 7
belongs to H'(Q) for any bounded domain € C RS. Again the boundedness of €2 is required just because
we want to avoid any explicit statement concerning the asymptotic behaviour of 7 in the limit |x| or
ly| — oo. Recently, one of us proved that the best canonical tensor product approximation in the Lo
sense preserves the Sobolev regularity of the function to be approximated [32]. It is consistent with this
regularity result to consider a H gmg norm for the approximation of 7, already in a separable format, which
explicitly depends on first partial derivatives 0, 7. For a function given in a separable representation, the
H! . norm is defined as

k 3
DT ZH(wk,w )+ MOl 0wy + 3O ) ), (2

k=1i=1 Kk =1
where
<w,(;),wg)> = /w,gi)(xi,yi)w]%i)(xi,yi)dwidyl-, (2.12)
R2
and
(8$zw,(gl),8xlw~ /Bxlw,(j (24, 9i) O wg)(x,,yl)dmzdyl (2.13)
R2

In our applications, we have chosen A = 1/2. A major advantage of this definition is that it requires no
modifications of the Newton algorithm which is not the case if we would insist on optimization in the H!
norm.

In order to demonstrate the performance of the compression step and the accuracy of corresponding
canonical tensor product approximations, we have studied QMC optimized pair-correlation functions for
some simple atoms and molecules. In Fig. 2.1, compression errors at various ranks and corresponding
variational Monte Carlo (VMC) energies are shown for He, Ne, CH4 and HO. It can be seen that the
VMC energy of the original pair-correlation functions are recovered at separation ranks between 40 and 50.
The H }m error converges exponentially with the separation rank. For orientation of the reader, fixed-node
diffusion Monte Carlo (DMC) energies and exact ground state energies are shown. The DMC energies
can be actually considered as the real benchmark for the Jastrow ansatz which is not exact because of the
fixed-node approximation.

3 Tensor product approximation of three electron integrals

The tensor product approximation of stochastically optimized pair-correlation functions paves the way for
their application in explicitly correlated methods. Because of the anisotropic and inhomogeneous character
of the ansatz (2.1), a direct computation of the required two- and three-electron integrals would be hard
to accomplish. Via the separable tensor product representation, however, the computational complexity
of these integrals can be drastically reduced by appropriate modifications of already existing numerical
intergration schemes. In this section we want to outline such an approach and present some preliminary
numerical results.

For explicitly correlated methods, three-electron integrals represent a major bottleneck [24] and the
ultimate success of these methods is closely linked to the development of efficient and accurate approxi-
mation schemes. In this section we want to discuss a tensor product based approach for the computation
of three-electron integrals. The canonical tensor product approximation of the pair-correlation function
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Figure 2.1: H}mx compression errors and corresponding VMC energies versus separation rank x of canon-
ical tensor product approximations of pair-correlation functions for He, Ne, CH4 and H2O. For reference,
VMC energies before compression (dashed line), DMC energies (dotted line) and exact energies (solid

line) are given.

(2.5) leads to bivariate components of the form (2.9) which can be used for the computation of two- and
three-electron integrals. As an illustrative example, we want to discuss a specific type of three-electron
integral

(ij]x1 — x2| 1 Qa7(x1, x2) |El) = Z(iijxl — x| "t (x4, x3)| kml), (3.1)

m

where the indices 4,7, k,[,m run over all occupied orbitals. Such integrals are required, e.g., for the
explicitly correlated MP2 method. Our tensor product based approach can be considered as a variant of
Ten-no’s numerical quadrature scheme [33] which was originally introduced by Boys and Handy in their
transcorrelated approach [34]. We take the same decomposition of three-electron integrals, but instead
of a 3d numerical quadrature, tensor product approximations are used. The basic idea is to obtain low-
rank approximations for convolutions! of orbital products with the Coulomb potential and pair-correlation
function from which three-electron integrals are easily computed. To illustrate our concept, let us consider

'Here it should be mentioned that the notion of convolution has been used in a slightly generalized sense in order to apply
it to pair-correlation functions, not only depending on the inter-electron distance, as well.



the integral (3.1) more closely. This integral can be decomposed into convolutions according to

(ijml|x1 —xa| 717 (%1, x3) |kml) = /R3 Ajin (1)1 (x1) 1 (x1) Byt (x1)d a1, (3.2)

with
Ajm(xl) = /RS |X1 — X2|71¢j(X2)¢m(X2)d3$2, (33)
Bml(xl) = 43 T(Xl,Xg)(bm(Xg)(bl(Xg)dg.%’g. (34)

Ten-no’s approach consists of approximating the integral (3.2) by a 3d numerical quadrature. Instead
of this, we are aiming at low-rank tensor product approximations for the intermediate quantities Aj,,
and B, thereby Eq. (3.2) factorizes into sums of products of 1d-integrals. Our algorithm consists of
a succession of product evaluations, convolutions and compressions. In detail, we consider the following
steps:

(i) Tensor product approzimation of products of orbitals. For each pair of occupied orbitals, we compute
a low-rank approximation of their product

Z%]k ) (@) o\ (x3). (3.5)

A detailed discussion of this topic with an application to HF exchange integrals has been given in
[30, 35].

(ii) Conwvolution with Coulomb potential and pair-correlation function. In order to get the intermediate
quantities A;,, and B,,;, convolutions of products of orbitals with the Coulomb potential and pair-
correlation function must be computed. This can be done in the canonical tensor format in a very
efficient manner, e.g.,

Z H/uk Tis Yi) Spm)l k/(yz)d?/z (3.6)

k,k'=11=1

(ili) Compression of intermediate quantities Aj,, and By,. It is a typical feature of the tensor product
approach that operations on a tensor product increase its rank and a subsequent compression step
is mandatory in order to avoid an undue increase of the computational complexity. The convoluted
quantities are therefore further approximated by low-rank tensor products, e.g.,

2) 3
melk 1) b( lk(xQ)b( gk(ﬂ?:s), (3.7)
which can be stored at low costs for each pair of occupied orbitals. A similar approach has been
outlined in [29] for the computation of standard two-electron integrals.

(iv) Intermediate sum and further compression. In explicitly correlated methods it is only the sum of
three-electron integrals (3.1) which enters into the calculation. With the low-rank approximations
of the previous step at hand, the sum can be computed in the tensor format

ZAjm(X)Bml(X) (38)

= > Z Haymk i o (@),

m kk'=1i=1
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Figure 3.1: Error in the “three-electron” integral (3.1) of the helium atom for various separation ranks of
intermediate quantities. The same separation rank, depicted at the abscissa, has been taken for the orbital
product and its convolution with the Coulomb potential A. For the convolution with the pair-correlation
function B, three different separation ranks k = 40 (), 60 (O), 80 (A) have been chosen. A 8 GTO
basis was taken for the 1s orbital.

and a subsequent compression step provides an efficient approximation of this intermediate quantity
1) 3
nglk Jlk(xQ)dgl)k( 3)- (3.9)

(v) Computation of the integrals. In the last step, three-electron integrals are easily computed in the
tensor format, i.e.,

> (igmllx1 — x| 7 (x1,x3)|kml) = Z H/d%’)k/ (zp) wlk)k//(xp)dmp. (3.10)

m k' k'"=1p=1

We want to emphasize that all intermediate quantities and corresponding compression steps refer to
two index quantities with respect occupied orbitals.

In order to demonstrate the feasibility of our approach, we computed the “three-electron” integral
(3.1) for the helium atom. The error at various separation ranks of intermediate quantities is shown in
Fig. 3.1, where it can be seen that the separation rank of the convolution of the pair-correlation function
is the most sensible quantity. This simple example indicates that with moderate separation ranks of
the intermediate quantities, it is possible to achieve sufficiently high accuracies. For more complicated
atoms and molecules we expect no dramatic increase of the separation ranks. Our expectation is based
on our previous work [29, 30] where we have studied tensor product approximations of orbital products
and Hartree potentials for some small molecules.

4 Best N-term approximation theory for tensor components

In Sections 2 and 3, we discussed our approach to obtain a low-rank tensor product approximation for
the pair-correlation function and how to use it for the computation of three-electron integrals. So far
our discussion, however, leaves an important point open, namely how to represent the uni- and bivariate



tensor components. This can be done e.g. by equidistant or adaptive grids as well as by some kind of basis
functions. The tensor components reflect electron-nuclear and inter-electron cusps and one cannot expect
a higher regularity beyond the result in [32]. Consequently, uniform representations, like equidistant grids,
become highly inefficient. Instead adaptive schemes are required which enable data sparse approximations
after an additional compression step. For this purpose, we have already studied wavelet approximations
of tensor components for the electron density and the Hartree potential [29] where good compression
rates have been achieved. It is the purpose of this section to put these heuristic observations on solid
mathematical ground.

The following discussion is of practical significance with respect to the construction of adaptive wavelet
algorithms for the computation of intermediate quantities in the tensor format, cf. [29]. In order to obtain
an algorithm with optimal computational complexity it is essential to achieve the best possible benefit to
cost ratio with respect to approximation order and size of support of a wavelet. We provide the order of
approximation for different wavelet bases in an adaptive setting, where it turns out that uni- and bivariate
tensor components behave differently.

The concept of best N-term approximation belongs to the realm of nonlinear approximation theory.
For a detailed exposition of this subject, we refer to Ref. [36]. Loosely speaking, one considers for a
given basis {(; : i € A} the best possible approximation of a function f in the nonlinear subset ¥y which
consists of all possible linear combinations of at most N basis functions, i.e.,

Yy = {Zcigi:ACA,#AgN, cieR}. (4.1)
1EA
Here, the approximation error
on(f):= inf |f—fnlla (4.2)
fNEXN

is given with respect to the norm of an appropriate Hilbert space H. Best N-term approximation spaces
Ag(H) for a Hilbert space H can be defined according to

‘ @
A(H) = 7 € H lagan < oo} with flagan o= (3 (¥on(n) 5)"0
NeN
It follows from the definition that the error on(f) decreases asymptotically like O(N~%) with respect
to the number of basis functions. In fact on(f) is the best error bound which can be obtained with N
degrees of freedom. For a complete orthonormal basis, the best N-term approximation in Lo is simply
given by the N largest coefficients.

In our applications we consider best N-term approximation for wavelet bases. For the ease of the
reader, some basic facts about wavelets are given in Appendix A. In the following only orthogonal wavelet
bases are considered, however, our considerations can be easily generalized to biorthogonal wavelets.
Furthermore, in our notation, we do not distinguish between scaling functions and wavelets on the coarsest
level. Such a distinction is not relevant in the following and should cause no confusion. The multiscale
best N-term approximation of a univariate function in a wavelet basis is given by

f@) = fn@) = Y Wialf)ja(@), with #A < N. (4.4)

(j,a)eA

where the index set A has been chosen in order to minimize the error o (f). Since we are mainly interested
in the energy of a molecule it is appropriate to restrict to a finite domain. Therefore, we consider in the
following the Sobolev space H'(Z) for a bounded interval Z C R. The corresponding approximation spaces
A%(H'(Z)) have been identified as Besov spaces [36] which have an equivalent norm for % =a+1iin
terms of weighted ¢, spaces of wavelet coefficients, i.e.,

| W= 3 27 (Z \<wmrf>\q> . (4.5)

Jj>jo



This norm equivalence is satisfied for all wavelet bases with p > « + 1 vanishing moments and for which
1) belongs to an appropriate Besov space. By estimating wavelet coeflicients for a given function f, one
can try to show that the sum (4.5) is finite which proves that f belongs to AY(H'(Z)).

Best N-term approximation can be also applied to bivariate tensor components of pair-correlation
functions. For this we consider anisotropic tensor product wavelets

¢j1,a1 (x) Tzz)jQ,CLQ (y)’ (4'6)

and corresponding best N-term approximation for bivariate functions

f(:C, y) ~ fN(x> y) = Z <71Z)j1,al ¢j2,a2 |f>¢j1,al (x) Tzz)jQ,GQ (y) with #A <N. (47)

(J1,92,a1,02)€A

Similar to the univariate case, we consider approximation spaces AY(H'(Q)) for a square Q := 7 xZ C R?.
The necessary generalization of N-term approximation theory to anisotropic tensor product wavelets has
been given by Nitsche [37]. Here we just want to mention that the equivalent weighted ¢, norm for
1

7= + % becomes

1 e )= Y 2mextindd (Z (1,01 wjz,a2|f>|q> : (4.8)

J1,.J22Jo ai,az

4.1 Univariate components of tensor products

In the course of our tensor algorithm for the computation of three-electron integrals outlined in Section
3, we encountered several intermediate quantities (3.5), (3.7) and (3.9) which are represented by ten-
sor product approximations. Any computation using these tensor products greatly benefits from sparse
approximations of the corresponding univariate tensor components.

Theorem 1. Let the function n correspond to a solution ¢; of the Hartree-Fock equation, a pointwise

product ¢;¢;, its convolution with the Coulomb potential Ay, or pair-correlation function Byy,. The direc-

tional univariate components ng), fori=1,2,3 and k= 1,...,k, of their canonical best separable tensor
product approzimations, i.e., local minimizers®

n—> h@hd @hd
k=1

, (4.9)
Lo (R3)

>on @ @ = arg min
k=1 {m}

belong to best N-term approzimation spaces AY(H'(Z)) for all o> 0 and é =a+1i.

Proof. In the following, we always assume that rankn > k, i.e., the actual tensor rank of the function 7
to be approximated is larger than the separation rank s of its approximation. This is generally satisfied
in our applications.
According to a regularity result for univariate components of tensor products [32], the univariate
(4)

components 7,”, i =1,2,3, k=1,...,k of a local minimizer inherit the regularity of the function 7, that
is, if n € H*(R3) then 77,(;) belongs to H*(R). It is known that HF orbitals and their products belong to
Sobolev spaces H*(R3) for s < 5/2 [38]. A convolution with the Coulomb potential or pair-correlation
function increases the Sobolev regularity further. Therefore, we assume in the following n € H*(R?) for
5<5/2.

It can be seen from the proof in [32] that the univariate components satisfy an integral equation

Ux(gl)(xl) = /2 n(x)wg (w2, v3)drad; (4.10)
R

2For convolutions the Ly norm is taken over a large finite cube Q containing Z x Z x Z as a subcube, instead of R3.



with wy € La(R?) and 77(1) € H*(R) for s < 5/2. For the following estimates of the wavelet coefficients, let
us consider w.l.o.g. the component in the z; direction and assume a single nucleus located at the origin.
According to (4.10), a coefficient is given by

(Vjam /%a x1 77k (x1)dzy = / Vj.a(1)n(X)wg (29, v3)d>2. (4.11)

For wavelets with support close to the origin, i.e., dist(supp;q,0) < 277, we get from (A.7) the
estimate

1 _ 3. 1
W0 )] S 2737100, | 1o supp ) (4.12)

because of the embedding 77](;) € H %_E(R) — CEK(R), for 0 < € < 1, into the space of functions with
bounded weak derivative. The number of such wavelet coefficients is O(1). Here and in the following
a < b means that a < Cb for some constant C' which is independent of variables or parameters on which
a, b may depend on. Similarly a ~ b means that the quantities can be bounded by some multiple of each
other.

Next let us consider dist(suppt;q,0) = 277, in particular dist(supp;q,0) ~ 277|a| can be assumed.
In a neighbourhood of the nucleus, we can apply the asymptotic estimate

|8£7](X)| < x| 1Al for x#0 and || > 1, (4.13)

which provides an upper bound on the divergence of partial derivatives. This estimate applies to orbitals,
their products and convolutions, cf. [38] for further details. Here, we used the standard short-hand notation

for mixed partial derivatives
Y oo §b2 bs

T axfl 8x§2 8:{333,
with 31, B2, 83 € N and absolute value of the multi-index |3| := 51 + (2 + 3. Using (A.7) and Schwarz’s
inequality, corresponding wavelet coefficients can be estimated according to

ij,a(wl)ﬁél)(xl)dxl

(4.14)

S 2- (p+ wk xz,.%'g)d.%'zdl'g

Loo (supp ¥j,a)

< o9—(p+3)i

/2 ]x]l_pwk(xg, xg)d.%'zdl'g
R

1

1\ .- oo . 2
S 2*(p+§)] </ ‘272]012 —|—r2’1p7°d7“> ”w”L2
0

< 273 |a2 P, (4.15)

Loo (supp ¥j,4)

where the estimate -
/ 1272762 + P21 Prdr < (272]@2)271)’ (4.16)
0

for p > 2 has been applied in the second last line.
The estimates for the wavelet coefficients (4.12) and (4.15) can be used to estimate the weighted ¢,
norm (4.5), i.e.,

Z 94j Z\(%,a,mil)ﬂq < Z 94j (2—§qa’ 4+ 959 Z |a|(2—p)q>

§>jo a 3>jo acZ\{0}
< N2 <o, (4.17)
J=>Jjo
which applies for wavelets with p > 2 + l vanishing moments. It should be mentioned that the norm

1 (1)

equivalence (4.5) requires wavelets with more than 1 5+ Vanlshlng moments. It follows that n;” belongs
to A2(H(Z ))oralla>0and}l—a+2. O
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As already mentioned before the optimization problem (4.9) is often ill-posed and global minimizers
do not exist. It is however possible to generalize the Sobolev regularity theorem [32] to a well-posed
optimization problem using Tikhonov regularization, which is frequently used in numerical algorithms.

4.2 Bivariate tensor components of pair-correlation functions

In order to study the best N-term approximation of bivariate tensor components of a pair-correlation
function, it is necessary to estimate its singular behaviour along the diagonal. No rigorous general results
are presently available, however, guided by Kato’s cusp condition and the ansatz (2.1) used in QMC
calculations we make the following assumption

05 7(x,¥) S Ix =y f(x,y), for |5 > 1 and x #y, (4.18)

concerning the singular behaviour of the pair-correlation function near the diagonal, where f belongs to
the Schwartz space S(R? x R3) of smooth rapidly decreasing functions, e.g., f(x,y) = e~ r(x+Iyl?) g
fine. Here, f is introduced for technical reasons only, to make the pair-correlation function well-behaved
at infinity. For example, one can choose a smooth cut-off function which is adapted to the size of the
molecule. In the ansatz (2.1), we assume that only even powers with respect to electron-nuclear distance
variables (2.2) are taken into account which means that the pair-correlation function has no off-diagonal
cusps at the nuclei. This assumption is actually satisfied in most applications, cf. [26], and a comparative
study [16] showed that inclusion of odd powers gives only a minor improvement. An extension of our result
which takes odd powers into account is possible, however, due to additional singularities at the nuclei a
considerably more elaborate proof is required, cf. [39] for further details. It is for the sake of simplicity
that we refrain from such complications in the present work.

After these preliminary remarks, the best N-term approximation spaces for bivariate tensor compo-
nents can be stated.

Theorem 2. Suppose a two-particle correlation function T satisfies the estimate (4.18). The bivariate

components ul® )(xi,yi), 1=1,2,3, k=1,...,K, of a canonical tensor product approximation, i.e., a local
minimizer
Zu 2)®u()—arg min T—Zw 1(93) ,
{w} k=1 L2(R9)

belong to best N-term approzimation spaces AS(H' () with 0 < a < 3 and % = a+ 1 for anisotropic
tensor product wavelets (4.6).

In contrast to the univariate case, the bivariate tensor components do not belong to all best N-term
approximation spaces. This is because of the singular behaviour along the diagonal which cannot be fully
compensated by adaptivity. In our previous work [39], the best N-term approximation of pair-correlation
functions has been studied directly without intermediate tensor product approximation. It was shown
that the pair-correlation function 7 in this case belongs to best N-term approximation spaces Ag(H h
for all 0 < a < % and % =a+ % Provided sufficiently accurate tensor product approximations can be
obtained at low ranks, the gain is significant in particular for the energy which converges quadratically
with respect to the H' error.

Proof. Similarly to the univariate case, the bivariate tensor components satisfy an integral equation, e.g.,
(1) - d?xoad? 4.1
uy, (T1,91) = 7(X, y)wy (X23, y23)d 723d Y23, (4.19)
R2xR2

with Xo3 := (72,23), Y23 := (y2,¥3), where w;, € Lo(R? x R?) and ulgl) € H°(R x R) for s < 5/2. The
Sobolev regularity follows from [32] and the fact that 7 belongs to H*(R? x R3) for s < 2, cf. [40]. With
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it, the wavelet coefficients are given by

<¢j1,a11/1j2,a2,ug)> = ; R%l,al(w1)¢j2,a2(y1)ug)(x1,y1)dx1dy1
X
= / Vi a1 (T1) a0 (1) T(X, ¥ )i (X23, yo3)d>2d’y. (4.20)
R3xR3

In the following estimates, we take U, := supp ¥ 4, L := diamsupp ¢ and assume w.l.o.g. ji > jo.
The first case we have to consider are tensor product wavelets with support close to the diagonal,
e., dist{Uj, a; X Ujy.ay,diagt < 2772L. Let us subdivide the support Uj, 4, of the wavelet 1, 4, into
subintervals Z;, i = 1,...,271792 of length 2-U1=J2) . Then, let us split up the integral according to

27132

<1/}j1,a1¢j2,a27 Z / / wjl,cu 1 ¢327a2(y1)uk (21, y1)dz1dys. (4'21)

]1 ay

Let us estimate the case dist{lf;, o, x T;,diag} < 2771L, i.e.,

L et @,

Jl ay
/ / / Uiy a1 (T1) V.00 (Y1) T (X, ¥)wk (Xa3, y23)d> 2 d®y, (4.22)
Uj1 ay R2xR2
after splitting up the inner integral
/ = / + / ; (4.23)
R2xR? D JR2xR2\D
with ‘
D = {(x23,¥23) : [x23 — y23| <277'L}, (4.24)

estimates for the two parts can be obtained separately

a1 (@1) g0 (1) 7 (X, Y )Wy (X23, yo3)d>2d’y

Jl al

S 2*511 2%]&

/ Oy T(X, Y)Wy (Xo3, Y23 ) > w930 Y03
D Loo(Ujy ,aq XT)

1
2
</D |3x17(X,Y)|2d2$23d2y23>

5, 1.
S 9272719372

|wll L, (D)
LOO(Z/{J'L(” XIZ')
< 973019372, (4.25)
and
rlzz)jl,a1 $1)7/)]2,a2 (yl) (Xa Y)wk (X23a Y23)d3$d3?/
Uy oy JRZXR2\D
< 27 (P+3)igz0 / P 7(x, y)wi(X23, yo3)d*zo3d>yos
R2XR2\D Loo(ujl,al XIi)
. . 2
< 2*(p+g)]12%]2 (/ |8§j17(x, y)|2d2$23d2y23> HwHLg(RQXRQ\'D)
RQXRQ\D Loo(ujl,al XI’L)
. . 2
S 27 rongaR ( / [xa3 mP“p>\f<x,y>r2d2m23d2y23)
R2xR2\D Loo (U ay XZ3)
3 - 1. S %
< 9—(p+5)i193572 </ 82(1—p)3ds>
~ 2-J1
< 2*%11 2%j2_ (4'26)
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Next we define d; := dist{U};, 4, % Z;, diag}, and consider those subintervals Z; which refer to the index set
A:={i:d; >271L}, ie,

/ / /R . Vi a1 (21) Vo0 (Y1) T (X, ¥ )Wy (%23, yo3)d>zdy

]1 ay

1EA

< 2—(p+%)j12%j2 Z

/2 , or T(x, y)wi(X23, Yo3)d>223dy23
R xR

i€A Loo(Ujy ,aq XZi)
1 BYii ol 1-p
NPAELIELD Y / |d7 + |x23 — yos|*| 2 |f (%, y)l[wk (x23, yo3)|d* w23d>yas
[ISHN R?xR? l;oo(LQi,al XZ;)
1
—(p+2)j1o1] P2 2lp )2
< oo 3 / 12 4 52 Psds ) fwll Ly ge e
ien N0
< o= (p+3)ij19342 Z 2P
~ (2
€A
7A 1
S 272012272, (4.27)

where we used ), d?_p < 2-(2=P)J1 for p > 3 vanishing moments. Summing, we get the estimate

|<w317(111/}]27(127 >‘ S 2_§j122]2 (4.28)

for coeflicients of bivariate wavelets located on or next to the diagonal.
The second case we have to consider are wavelets with dj, 4, = dist{U;, 4, X U}, a,,diag} > 2772L. In
this case one gets the following estimate

S Vir a1 (T1) V.00 (Y1) T (X, ¥ )Wk (Xa3, y23) P2 d’y
X

J2 ag Jl al

< 2—(p+5)(j1+j2)

2
/ or 08 (X, y)wk(X23, y23)d T23d Y23
R?xR? Loo Ujy a1 XUjya5)

1N/ -
< 27 PH2)lit) / |X Y| p\f (%, ¥)|Jwy (x23, y23)|d*T23d% Y23

Loo(Ujy ,aq XUz a5)

1
. . o0 - 2
§2—<p+%><n+a2>< / @y 0+ 5°|' 2”sds> ]l k2 xr2)
0

<2 (p+3)(1+i2) J2—2p (4.29)

J2,a2 "

These wavelet coeflicients are specified by the index sets I a = {ag 1 dj, 4y > 2772L}.

It remains to estimate the weighted ¢; norm (4.8) on the square Q := 7 x T using (4.28) and (4.29)
which gives

Z Z 241 ‘ <1/}j1,a1 %‘2,@ ’ u](gl)> |q

Jj12>j22>jo a1,a2

Z 9441971 |:2;QJ12;(1]'2 _{_2*(P+%)Q(J‘1+j2) Z d(22p)q:|

J2,a02
R T
71292270 azGFJl a

< Z 9471971 [2%%’12%%’2 + 2(p+%)qj12(p%)qj2]
J12j22jo

<Y 2l (p>2), (4.30)
Ji12jo
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d(272p)

2 2,02
ag€lyl o) 92

(4.30) converges for ¢ > 1 and u,(gl) belongs to Ag‘(Hl(Q)) for all 0 < a < 3 with % =a+ 1. O

where we used ) 1 < 9=-(2=2p)aj2 for p > % + % vanishing moments. Therefore, the sum

5 Conclusions

We discussed a general approach, based on tensor product approximation, for transfering optimized pair-
correlation functions from QMC Jastrow factors into F12 methods, the latter are presently considered to
represent the most accurate computational scheme in quantum chemistry. For most applications QMC
Jastrow factors recover between 85 and 90 % of the correlation energy. In particular, core and core-
valence correlations are taken into account. The canonical tensor product approximation of pair-correlation
functions leads to moderate separation ranks which enables an efficient computation of three-electron
integrals in the tensor format. This requires the computation of various intermediate two-index quantities
which themselves are approximated in the canonical tensor format. In order to perform all the necessary
computations in the tensor format in an efficient manner, it is beneficial to have sparse representations
of tensor components available. In the second half of the paper we discussed adaptive approximation of
tensor components in wavelet bases and provide convergence rates for the best N-term approximation.
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A Basic notions of multiresolution analysis

The purpose of this appendix is to provide some basic facts about wavelets which are required in Section
4. For a detailed exposition of this subject, we refer to the monographs [41, 42, 43].

In one dimension, multiresolution analysis provides a partition of the Hilbert space Lo(R) into an
infinite sequence of ascending subspaces --- C V;_1 C V; C Vj41 C ---, where the index j runs over all
integers. The union of these subspaces | J ; Vjis dense in Ly(R). On each subspace V; the scaling function
(z) generates a basis

pia(z) =220z —a), acl, (A1)

via the operations of dilation and translation. The dilation factor 27 scales the size of the basis functions,
which means that with increasing j, the ¢;, provide a finer resolution in Ly(R). An explicit embedding
of Vj into the larger space Vj,1 is given by the refinement relation

p(x) =2 ha p(2z - a),

where the number of nonzero filter coefficients h, is finite for the scaling functions considered in our
application. Wavelet spaces W; are defined as complements of V; in Vj;1. The corresponding wavelet
basis is generated from a mother wavelet ¢(z) analogous to Eq. (A.1)

Vja() == 22Xz —a), acl.
This construction leads to a hierarchical decomposition

Ly(R) = V;, & P W, (A.2)
Jj=jo

into wavelet subspaces W; [41]. In an orthogonal wavelet basis, i.e.,

(©io,alPiob) = Oabs (Vj.alrp) = 65k dap, (©jo,altjp) =0, (A.3)
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with jo < 7, k, any function in Ls(R) can be represented as

f(z) = Z(@jo,a‘f> (Pjo,a(x) + Z Z<wj7a’f> %‘,a(ﬂﬂ)a (A4)

a J=jo @

where the scaling function and wavelet coefficients are given by the corresponding scalar products. The
multiscale approximation of piecewise smooth functions reveals an important sparsity feature due to the
vanishing moments property of wavelets. Depending on the specific choice of the wavelet, a certain number
of moments vanish, i.e.,

/dmka(m):o, for k=0,...,p—1. (A.5)

This property has a significant effect on the magnitude of wavelet coefficients, as can be seen from a local
Taylor series expansion

f@)y=co+- - +cp_1(x— 2_ja)"_1 + Ry—1(x)(x — 2_ja)", (A.6)

with n < p, at the center of a wavelet 1); ,(x). Inserting the Taylor series (A.6) into a scalar product yields
the following estimate for the wavelet coefficient

(3.0l £ S 277D FO L upp ) (A7)

which represents the basic estimate used in Section 4.
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