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BEST N-TERM APPROXIMATION IN ELECTRONIC STRUCTURE
CALCULATIONS
I. ONE-ELECTRON REDUCED DENSITY MATRIX

HEINZ-JURGEN FLAD!, WOLFGANG HACKBUSCH ! AND REINHOLD SCHNEIDER?

Abstract. We discuss best N-term approximation spaces for one-electron wavefunctions ¢; and re-
duced density matrices p emerging from Hartree-Fock and density functional theory. The approxima-
tion spaces Ag(H 1) for anisotropic wavelet tensor product bases have been recently characterized by
Nitsche in terms of tensor product Besov spaces. We have used the norm equivalence of these spaces
to weighted £, spaces of wavelet coefficients to proof that both ¢; and p are in A7 (H B for all a > 0
with a = % — <. Our proof is based on the assumption that the ¢; possess an asymptotic smoothness

property at the electron-nuclear cusps.
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1. INTRODUCTION

The nonrelativistic Schrodinger equation within the Born-Oppenheimer approximation provides a firm ba-
sis for most applications in quantum chemistry. For a time independent problem, the stationary solutions
correspond to the eigenvalue problem

HVU; = E;U;, with ¥ (x;,Xs,...,xy) € H'(R*Y). (1.1)

The Hamiltonian in atomic units

1 ZoZ
R sz R,| +Z|xfx]| 2R, Rl

a=1 =1

includes Coulomb interactions between electrons and nuclei, where x; € R3 are the electron coordinates and Z,,
R, are charges and positions of the nuclei, respectively. Due to the presence of singular Coulomb potentials in
the Hamiltonian, certain types of inter-particle cusps have to be considered for exact or approximate solutions
of the Schrédinger equation (1.1). These cusps correspond to coalescence points of electrons and nuclei. The
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asymptotic behaviour of wavefunctions near cusps has been studied in references [17,18,20]. From a compu-
tational point of view, the regularity properties of wavefunctions at cusps determine the approximation error
with respect to a given basis set. Despite their computational significance rather few rigorous results exist
concerning approximation errors for certain types of basis functions. Even for the most popular Gaussian type
orbitals (GTO) basis functions rigorous results for electron-nuclear and electron-electron cusps exist only in the
case of atoms, see references [1,21] and [16,22], respectively. Recently, hierarchical tensor product bases, so
called sparse grids [2] and hyperbolic wavelets [6] have emerged as an alternative to GTO basis sets in electronic
structure calculations [7,8,12,24]. Interesting results for tensor product approximations of exact solutions of the
Schrodinger equation (1.1) have been recently obtained by Yserentant [29,30]. We pursue are more restricted
approach by studying approximation errors of hyperbolic wavelet bases for certain classes of approximate wave-
functions. Within the present work, we focus on effective independent-particle models like density functional
theory (DFT) and the Hartree-Fock (HF) method. The latter provides a starting point for many-particle meth-
ods that enable the description of electron correlations [15]. Because of the absence of many-electron cusps in
these models, we can restrict ourself to the electron-nuclear cusp, where a single electron approaches a nucleus.
Electron-nuclear cusps are the only cusps that have a direct counterpart in the electron density and therefore
some significance in the framework of DFT. This has been recently demonstrated in a series of papers [10,11,19],
where it was proven that the exact electron density is smooth and even analytic away from the nuclei.

1.1. Brief outline of best N-term approximation for tensor product bases

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 reference [4]. Its basic idea is to characterize function spaces
which possess certain approximation properties with respect to a given basis {¢; : ¢ € A} in a separable Hilbert
space H. To be more explicit, we define nonlinear submanifolds

TN = {Zq@:ACA,#AﬁN},

i€EA

which consists of all possible linear combinations of basis functions with at most N terms. The corresponding
approximation error for an arbitrary function f € H

on(f) = fNiIg?N \f = fnlla,

characterizes the approximation spaces of best N-term approximations
AG(H) = {f € H :|f|asm) < oo}, (1.2)

with

\flagm = <Z (N%N(f))qN1> :
NeN

(03

Loosely speaking, if f € AJ(H) it is possible to achieve a convergence rate on(f) ~ N~ with respect to the
number of basis functions. Here and in the following a ~ b means that the quantities can be uniformly bounded
by some constant multiple of each other. Similarly a < b means that a is uniformly bounded by some constant
multiple of b. For our envisaged applications in electronic structure calculations, we consider L?(Q2) and the
Sobolev space H'(2) on bounded domains Q C R? equipped with their natural Hilbert space structure.

It is not our intention to give a systematic exposition of best N-term approximations. Instead we re-
strict ourselves to orthogonal wavelet bases and highlight on the role of dimension d. In the one-dimensional
case of a bounded interval I C R, wavelets v;, := 2//24(27z — a) with j > jo and scaling functions
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Pjo,a = 270/2p(200 — @) on the coarsest level jo provide an orthogonal basis in L?(I). According to DeVore,
Jawerth and Popov [5], the approximation spaces (1.2) can be identified with Besov spaces

ASTHH) = BE(Ly(I)), if o =t+ é _L (1.3)

[\

where t = 0,1 for H = L%*(I), H'(I), respectively. The Besov spaces are norm equivalent to weighted ¢, spaces
of wavelet coefficients

||f||Ba(L a1y ™ Z| (50,0l £ + Z g/t <Z| Yinl )l ) , for o, ¢ >0, (1.4)

J>Jjo

if (i) ¥, p € Bg(Lq(I)) for some 3 > «, (ii) ¥ has p vanishing moments with p > «, (iii) p > 1/¢—1if ¢ < 1.
There exist two different approaches in order to extend (1.3) to higher dimensions. Within the first approach,
multivariate isotropic wavelets

YD) = 4 (1) Y2 (@) . D (2a), with s := (s1,82,...,50), a:= (a1, az,...,a0),  (L5)

are obtained by taking mixed tensor products of univariate scaling functions w](-gz (x) := pj.q(zr) and wavelets

wj(la) (x) := 9 o(x) on the same level of refinement j. Pure scaling function tensor products 7]('(?,);1 are included

on the coarsest level jo. For such kind of wavelet bases it has been shown [3] that the approximation spaces
(1.2) correspond to Besov spaces

a— « . d d
ALY (H) = BY(Ly(9), 1fo<:t+af§, (1.6)

where t = 0,1 for H = L?(Q), H'(2), respectively. These Besov spaces are again norm equivalent to weighted
{4 spaces of wavelet coefficients

_i
1 b r @y ~ D 22" +><ZMS§ \) for o, q > 0, (1.7)

j>jo s

provided that the underlying univariate wavelet basis satisfies requirements (i) to (iii).

Due to the dimensional dependence of equation (1.6), isotropic wavelet tensor products loose much of their
efficiency in higher dimensions. At present, the only practicable approach to high dimensional problems are
hyperbolic wavelets [6] where the multivariate anisotropic wavelet basis

Xia(x) = 30 (21) 012) (22) .. 00 (zq), with j:= ((j1, 51), (jz. 52), .- -, (s ) (1.8)

consists of tensor products of wavelets on possibly different levels. Univariate scaling functions 1/’3(‘(?,)(1 may appear
in these tensor products on the coarsest level jo only. Such kind of hierarchical tensor product bases are well
known in finite element methods as sparse grids [2]. Recently, best N-term approximation has been extended
to anisotropic wavelet bases by Nitsche [25]. The corresponding approximation spaces (1.2) were characterized
by Nitsche in terms of suitably defined tensor product Besov spaces. We restrict our discussion to the Hilbert
space Hl(Q) onacube Q=1 x I x ...x I; € R* and refer for LQ(Q) to Nitsche’s paper. In this case it is
necessary to consider tensor product Besov spaces

d
Q) = Q) By (Ly (1)),
k=1
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which have a distinguished direction. These spaces are norm equivalent to weighted ¢; norms for anisotropic

wavelet coefficients
- 1 1
1l ~ 320 (Z |<Xj,a|f>|q> Jif T —avg
j a

The appropriate Besov spaces for best N-term approximation can be obtained as intersections
B(Q) =) B5.(Q).
i

A function f belongs to Bf if and only if it is bounded with respect to the norm

11l = D 2metiida (Z |<><j,a|f>|q> . (1.9)
j a

This norm requires univariate wavelets with p > a4+ 1 vanishing moments. The corresponding relation between
approximation and Besov spaces is given by

—_

A(HY(Q) = BS(Q), ifa = % L

[\)

2. BEST N-TERM APPROXIMATION FOR HF AND DFT METHODS

In the present work, we want to study best N-term approximation for one-electron wavefunctions ¢;(x), so
called orbitals, and one-electron reduced density matrices p(x,y) which appear in HF or DFT methods. The
latter can be expressed in terms of orbitals

p(x,y) = Z n; ¢i(x) ¢; (y),

7

where n; is the occupation number of the ith orbital. In HF and DFT methods only a finite number of n; are
nonzero. Therefore, we can focus our discussion on orbitals, which in the case of HF orbitals are known to be
C>(R3\ A) [23] where A C R? corresponds to a discrete subset of the positions of the nuclei.

We assume that in an appropriately chosen bounded neighbourhood €2 of a nucleus located at R, the orbitals
possess an asymptotic smoothness property

1090 (x)] < g |x — R|*I8I | for all x # R and all |3] > 1,

where we have introduced the usual short-hand notation
96 8% §B2 Hbs |
o 9z Ol

with absolute value of the multi-index |8] := 1 + (2 + 5. This is actually a rather weak requirement that is
satisfied e.g. by the eigenfunctions of the hydrogen atom or by Slater type orbitals (STO) [15]

STO (1, 0,0) = Crim Yim (0,0) 7" Le™", for n. > 1 (2.1)
which are supposed to be the most efficient basis sets for atomic HF calculations. The STOs are expressed

in spherical coordinates with r = |x — R|, where the angular dependent part is represented by spherical
harmonics Yj,,.
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2.1. Besov regularity of orbitals near electron-nuclear cusps

Since electron-nuclear cusps are well separated it is sufficient to consider a single nucleus. For simplicity, we
assume the nucleus to be located at the origin. In order to determine best N-term approximation spaces for
orbitals we prove the following lemma.

Lemma 1. Suppose ¢ € C>(R3\ 0) is asymptotically smooth

105¢(x)| < cg|x|* 181 for all x # 0 and all |5 > 1 (2.2)

in a bounded neighbourhood Q C R? of the origin. Then ¢ € Bg(82) for all ¢ >0 and o = % %
Proof. The prove of this lemma requires some general estimates for wavelet coefficients in various dimensions.
For convenience of the reader, we present these estimates with a sketch of their proof. Further details can be

found e.g. in [26].
Proposition 1. If f € Lip(R), then
S27%

/ J (@) 1 (x)de
R

ij/HLoe(suppwj,k)'

Proof. Using the identity
1
f(z) = f(xo) + (x — xo)/ [ (w0 + t(x — x0))dt,
0
together with the vanishing moments property of wavelets we obtain the desired estimate. U

Proposition 2. Suppose the function f(x) with x € R? is smooth on the support of a pure wavelet tensor
product Xj.a t.e. j:= ((41,1), (J2,1),...,(Ja,1)). Then the following estimate holds

d

S 2 WHDNNoE 0P fllL supprga)s with 3] = i
=1

[ 760 xsalx)ax

Proof. We proceed in a recursive manner by first considering the case d = 1. In the integrand, we replace
f by its Taylor series expansion at o € supp ;.. Due to the vanishing moments property, contributions of
derivatives O™ f(x) with n < p vanish. The remainder of the Taylor series can be represented by the integral

(x — )P / ' -1
 —— 1 =8P 0P f (xo + t(x — x9)) dt,
CBr | s ottt = o)
from which the estimate for d = 1 follows. Through successive application of the d = 1 estimate to each of the
variables separately, the corresponding estimates for d > 1 follow. O

Due to the strongly anisotropic character of the tensor products (1.8) it is necessary to subdivide the param-
eter set Aj:= {a € Z®: (2771ay,2792a9,27%2a3) € Q}.

Definition 1. For each combination of wavelet levels j1 > jo > j3 > jo, the discrete set A; of translation
parameters a = (a1, az, as3) is subdivided with respect to the parameter § := 2L into the domains
() A= {a € Ay |ai], as], as] < 6}
(ii) B_j = {a S A_j 10 < |a1| < 217I2; |a2|, |a3| < 5},
(iii) C; = C, UCy;
Cp:={a€ Nj: 217725 < |ay| < 2717936 |ag], |as| < &}
Cp:={acAj:|a1]| <2917738; § < |ag| < 2927936; |ag| <&}
(iV) Dj = Aj \ (AJ U Bj U CJ)
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FIGURE 1. Subdivision of the set of translation parameters A;.

The parameter L is chosen in such a way that supp¢(®) C [~L/2, L/2]. See Figure 1 for a schematic graphic
representation.

In order to demonstrate the finiteness of the norm (1.9) it is sufficient to consider the case j1 > j2 > j3 > jo.
With the Definition 1 at hand, we decompose the norm (1.9) into four parts

D, 2 (Z |<Xj,a|¢>|q> =1Ia+1Ip+Ic+Ip,

J12J22332Jo

with

o= Y 207 N [(xgale)” ], ete.

J12j22332Jo acAj

where the coarsest level jy is chosen in such a way that 277 ~ diam €.

Domain A

First we observe that #A4; = O(1) with respect to the wavelet levels j. Therefore it is sufficient to estimate a
single wavelet coefficient (xj a|¢) in this case. In order to apply the asymptotic smoothness property (2.2), we
decompose the cuboid € 5 with center at b := (2771ay,2792a5, 2773 a3) and edge-lengths 2771 [ x 2772 [ x 2773 [,
into subcubes [J; (i € A) with edge length 279 L. According to Def. (1), we have supp xj,a C €j,a. The subcubes
0, (i € Ag := {i € A,: dist(Td;,0) < 2771 L}) close to the origin are considered separately. Their number #Aq =
O(1) is independent of the wavelet levels j. For the remaining subcubes O; (i € A\ Ag) it becomes necessary to
control their contributions with respect to the distance from the origin, because #(A \ Ag) = O(2%1 772 271773)
depends on the wavelet levels.

In the first step, we decompose the integral

/ija B(x) Xj,a(x)dx Z /Di O(x) Xj,a(x)dx + Z /|:|i B(X) Xj.a(x)dx

i€Ag i€A\Ag
< / 600 ya)dx| + 3 / b+ +y) vole +y)dy|, (23)
i€h M0 i€A\Ag 17D
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where we have introduced local coordinates y for those subcubes, which are subject to the asymptotic smoothness
condition (2.2). Local coordinates y are defined via x = b + ¢; +y, where b denotes the center of the cuboid
Q.2 and ¢; = 2_(341"’1)[/(07 eg), egl)), with eg), e:(;) € 7, points from the center of the cuboid to the center of the
subcube ;. This construction is shown schematically in Figure 2.

We can now apply Proposition 2 for the case d = 1 and the asymptotic smoothness condition (2.2) to subcubes
O; (i € A\ Ag)

| —
(@) (b) (e)

2~ (P+3)71 932 +i3) || gp

(p+ 1)1 oL (iatia) o2
/D% <Z>(b+ci+y)xj,o(ci+y)dy < 2 (P+2)i1 93 (G2+73) 9—27 |‘3£1¢||Lm(mi)

llze@
< 93 93 tis) |y 4 ;|1 P, (2.4)
where the prefactor in the first line constitutes in the following way: (a) Proposition 2 for variable y1, (b)

normalization constant of the wavelet component for variables yo, ys3, (¢) edge lengths of the subcube O; in y
and y3 direction. The sum can be estimated by

2793
Z b+c|'? < 22j1/ r27P dr
2

i€A\Ao L
2271973 if p=2
S (j1—js+1)2%, if p=3 (2.5)
2(1>—1)J‘17 if p>3.

Combining both estimates (2.4) and (2.5), we get bounds for the second sum in the decomposition (2.3)

9757123429303 if p=2
> / () x5.a(¥)dx| S { (s — gy + 1)2-Fn2bleti) if p=3
TNV 255123 (G2+3a) if p>3.

It remains to estimate the first sum in the decomposition (2.3)

2.

1€Ap

< Y 27E 23t |9, ¢l
i€EAQ

/D 900 (x)dx

—Ti1 0L (atj:
< 2 2]122(]24-13),

where we have used #Ay = O(1), Proposition 1 and the Lipschitz continuity of ¢.
Putting things together, we obtain for domain A the final estimate

Iy = S 2> [(xald)!
J12J22732jo acA;
2754901 23952 9~ 343 if p=2
< Z (j1 — js 4+ 1)92- 39122902 433) i p=3
J12422952Jo 9~ 541 23a(j2+73) if p>3
< o0

which proves the finiteness of the first part of the norm (1.9).
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Domain B

This case can be treated along the same line as the previous one. The cuboids ); o are again decomposed into
subcubes with edge length 2771 L. According to Definition 1, each subcube satisfies dist((J;,0) > 2771 L. For a
single wavelet coefficient, we obtain the estimate

[ o00xatax| < 30| [ obnabedx
2. iea VD
< 2*(P+%)j1 2%(j2+j3) Z |b + ci|1*P
IEA
< 2—(;0+%)j1 2—%(j2+j3) |bl|1—p7 (2.6)

from the previous estimate (2.4), where #A = (O(27172 271743) has been used in the third line. Summing up
the whole domain, we get the bounds

Z|b1|—q(p—1) < 94(p=1)j1 Z lap|~2P—D)

aEB; 6<a1<291-92§

2J1-J2§
< 2(1(17*1)]1/ |a1|’q(p’1)da1
)

i1 2—(1—q(1>—1))'j27 if 1-4<qlp-1)<1
(1 —je+1)27, if ¢lp—1)=1 (2.7)
2a(p=1)i1 if glp—1)>1,

A

depending on the parameters p, g. Combining estimates (2.6) and (2.7), yields the estimate

Ip = Yoo 2 Y [gale)!
J12J22732Jo a€B;j
2~ (Pa=1-3)j19~3(j2+js) if 1-2<gq(p—-1)<1
S Z (j1 — jo + 1)2- 8012 8G2His) | if g(p—1) =1
124223 >jo 2= 3719372 +7s) if glp—1)>1
< o0

which demonstrates the finiteness of the contribution from wavelet coefficients in domain B to the norm (1.9).

Domain C

Cuboids €55 that belong to domain C are decomposed into subcuboids [J; (i € A) with edge lengths 2791 L x
2792, x 2792 L. The decomposition is shown schematically in Figure 2. According to Definition 1, each subcube
satisfies dist((J;,0) > 2772 L. The proof follows essentially the same line of arguments as in the previous cases.
We can benefit, however, in this case from vanishing moments in two directions.
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omains A, B Domain C Domain D

FIGURE 2. Domain decomposition of cuboids £2; 4.

Using Proposition 2 with d = 2, we can estimate the wavelet coeflicients

Z /D_ (b +ci +y)xjolci +y)dy

/ija $(x) Xj.a(x)dx

i€A
< 2= @ta)iig=(P+3)i2 93ds Z 162 82 &l 1
i€A
< 2*(P+%)j1 2*(P+%)]’2 Q%ja Z |b + Ci|172p
i€A
< 9—(p+3)(j1+i2) 9—3s (b2 +b§)%_”, (2.8)

where the prefactor in the first line constitutes analogously to estimate (2.4) by applying Proposition 2 to the
variables 1, y2 and taking an edge length of 2792 L for subcuboids [J; in the y3 direction. Furthermore we have
used #A = O(272772) in the fourth line. The sum over domain C can be majorized by an integral

ST ) = 3 |2 o gy Y
acCj acCj

< 2j1+j2/ |€l|*‘1(2P*1) da
~ la|>2- 725
< 901 9((2p—1)a-1)jz_ (2.9)

because of the inequality (2p — 1)g — 1 > 1. Putting things together, we obtain from estimates (2.8) and (2.9)
an upper bound for the contributions of wavelet coefficients from domain C

o= Y 2 [ Y gale)

J12J227J32Jo acCj
§ —€j1 9—(pg—1—3—€)(j1—j2) 9—(a—€)j2 9—3J3
5 2 2 2 2 272
J12J227332Jjo
E —€j1 9—(q—€)j2 9— 333
5 2 2 272
J12J22332Jo

< oo,
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where an arbitrary parameter 0 < € < min{pg—1—£%, ¢} has been introduced in order to demonstrate convergence
in the norm (1.9).

Domain D

In the last case, the vanishing moments property applies to all three directions. All cuboids §2; 5 in domain
D with edge lengths 2791 L x 2772, x 2773 [ satisfy the distance criteria dist({2j,,0) > 277 L according to
Definition 1. The wavelet coefficients can be estimated by

/ija B(x) Xj,a(x)dx

/Q. #(b +y) xj0(y)dy

9= (p+3)(J1+i2+is) |‘a£18£23£3¢“L00(Qj,a)

IZANRYAN

2= (P+3)(rtiatis) |p|1 =3

using Proposition 2 with d = 3. Like in the previous cases, we can majorize the sum over domain D by an
integral

1
_ _ _94 _ 9 _ 94 —5q(3p—1
E |b| 79GP — E |2 g2 4 27 %22 4 27342 2a(3-1)
a€D; a€D;

5 2j1+j2+j3/ |é|—(1(3p—1)dé
|a|>2-736

< 9diti2 9((3p—1)g—2)j3

~

In the second line, we have used 2 —¢(3p— 1) < —1, which is a simple consequence of p > % + % Putting things
together for domain D, we obtain the bound

b= Y [ Y galell

Jj12J22332jo a€D;
< Z 9719 2—<I(;0+%)(j1+j2+j3) 9d1+3jz2 9((3p—1)g—2)js
J12J22>332jo

_ Z 9—4Jj2 2*%]'3 2*(11:0*%*1)(]'1*]'3) 2*(‘11’*%*1)@'2*%)
J12J22>332jo
_ Z g€ 9—(a+€)jz 9—(§—2€)js 9—(ap—F—1—€)(j1—Js) 9—(ap—F—1—€)(j2—Jjs)

J12j22J3>jo
< Z 9—€i1 9—(g+€)j2 9—(F—2€)js
J12J2233>Jo
< oo,
where an arbitrary parameter 0 < ¢ < min{pg — 1 — £, %} has been introduced in order to demonstrate
convergence in the norm (1.9). The definition of € is justified by pg — 1 — 2 > 0. 0

Remark 1. In our proof we have only assumed the minimal number of vanishing moments p > « + 1 for the
univariate wavelet basis that are required by the norm equivalence (1.4). This is however not necessary, instead
it is possible to assume a larger number of vanishing moments, which would slightly simplify parts of the proof.

The method used for the proof of Lemma 1 can be applied in a straightforward manner to best N-term
approximation spaces for isotropic wavelets (1.5).
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Corollary 1. Suppose ¢ satisfies the assumptions of Lemma 1. Then ¢ € Bg(LI(S2)) for all ¢ > 0 and

—3_1
=73

Proof. Due to the norm equivalence (1.7) for isotropic wavelets, the corollary is equivalent to

> oo (X |oflaf') <=

j>jo s

The proof of this statement resembles to our discussion of domain A in Lemma 1. A parameter L is chosen in

such a way that supp®) C [~L/2, L/2]. We decompose the sum into two parts and estimate them separately.

In the first case with dist(supp 7]( g, 0) >277L, we get

3Py fofle] £ Y 3 japt

j>jo s la|>2L Jj=Jo la|>2L
29 diam ()
_3 1—
< 2:2 2qJ/ la|?—P) da
Jj=jo

2-(wt3a-3)i if —1<q(l-p)+2<-1+3¢

S D 4 G128, i gl-p)+2=-1
i>Jo 27597 if ¢1—p)+2<-1
< o0,

where we have used p > a = % — % vanishing moments of the univariate wavelet in one direction only. The

remainder can be directly estimated

IDIETD I (ITIIED SERTR :

j=jo s la|<2L 3>50

2.2. Optimal convergence rates for wavelet approximations

Under the rather mild assumption of asymptotic smoothness near electron-nuclear cusps, Lemma 1 shows
that for a univariate wavelet basis 1/);‘2 with p > o + 1 vanishing moments and ;. € Bf; (Lg(I)) for some 3 >
a+1, the orbitals ¢; belong to the approximation spaces Ay (H'(£2)) for the corresponding anisotropic wavelet

basis xj,a. This means that it is possible to achieve convergence rates on(¢) ~ N~ for the approximation

error in H'(Q). For comparison, the corresponding isotropic wavelet basis 'y( s)

can only achieve convergence
rates oy (¢) ~ N~%/3 because of the dimensional dependence in equation (1.6).
In order to extend our discussion to one-electron reduced density matrices p(x,y), we state the following

corollary which is an immediate consequence of the proof of Lemma 1.

Corollary 2. Suppose that p € C* ((R*\ Rq,) x (R*\ Ry)) is asymptotically smooth

0007 p(x,y)| < gy [x = Ra|" Py =Ry "1 x#£ Ra,y # Ry and |8], || > 1
in a bounded neighbourhood Qwr, x Qr, C R3 x R3 of two, possibly identical, points R,, Ry. Then p €
By (Qr, x Qmr,) for all ¢ >0 and o = % -1

It is obvious that this assumption is fulfilled for HF and DFT density matrices if the orbitals itself are
asymptotically smooth. Therefore, we can achieve the same convergence rates on(p) ~ N~% as for orbitals
irrespective of the increase of dimension.
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We want to conclude this section with a brief discussion of related results for GTO basis sets

2
i C(r,0,0) = CiynYim (0, 0) e,

lm

which are by far the most popular basis sets in quantum chemistry [15]. Despite their tremendous success
in applications, not much rigorous results concerning their approximation properties have been reported in
the literature [1,21]. This work focuses on the approximation of single STO basis functions (2.1) by linear

combinations of GTOs, where almost exponential convergence rates on(¢519) ~ e #VN can be achieved.

Whether this result remains valid for molecules seems to be an open issue, although there exists some numerical
evidence in favor of it [13]. We want to mention, that our assumption of asymptotic smoothness was motivated
by STO basis sets but is more general and does not rely on spherical symmetry. Our results, therefore, apply to
systems with several nuclei as well. Furthermore GTO basis sets are not stable in a sense that there is no norm
equivalence of an appropriate Hilbert space to a weighted ¢5 space of coefficients. The question remains open,
whether wavelets provide a serious alternative to GTOs in realistic HF and DFT calculations. Despite some
remarkable successes concerning efficient implementations for these methods [14,27,28], it is hard to compete
for wavelets with GTO based programs which have been developed and optimized over the last three decades
[15]. Finally we want mention that there exists a variety of applications for HF and DFT methods where GTO
basis sets are not really appropriate due to geometrical constraints, like for quasi two-dimensional many-particle
systems which appear e.g. in semiconductor heterostructures. For such kind of systems wavelets seem to be an
interesting alternative [9].
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