Appendix A
Functionals and the Functional Derivative

In this Appendix we provide a minimal introduction to the concept of functionals
and the functional derivative. No attempt is made to maintain mathematical rigor. A
more extended and mathematically more precise discussion of the material summa-
rized here can be found in the books of Courant and Hilbert [728] and of Atkinson
and Han [29] (for the special context of DFT see also [28]).

A.1 Definition of the Functional

A functional is defined by a rule, which associates a number (real or complex) with
a function of one or several variables,

f(x) or f(ry,...) ru—le> F[f], (A.D

or, more generally, which associates a number with a set of functions,

f17f27"' ru_le) F[f17f27"']' (A2)

This definition is quite well described by the designation as a function of a function.
Some examples are:

e A definite integral over a continuous function f(x)
X2
Fifl = [ fixjax (A3)
X

(similarly one can have integrals with functions of several variables).
e A slightly more general form is

"X

Rlf1= [ w@fedx (A4)
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404 A Functionals and the Functional Derivative

that is an integral over the function f with a fixed weight function w(x).
e A prescription which associates a function with the value of this function at a
particular point in the interior of a given interval [x|,x;]

Ff]=f(x0)  x0€ (x1,x2). (A5)
This functional can be represented in integral form with the aid of the §-function,
X2
Fslf) = [ 8(x—0)f(w)dx (A6)
X1
that is with a weight function in the form of a generalized function (a distribu-

tion).

The examples (A.3) and (A.5) directly show that a functional can itself be a function
of a variable, i.e. of one of the parameters in its definition, as the boundaries in the
integral (A.3) or the point xq in the functional (A.5). The dependence on such a
parameter y is denoted as F[f](y).

So far, all examples are characterized by the fact that they depend linearly on the
function f(x), so that they satisfy the relation

Fleifi+cafa] =caFlfil +aFf], (A7)

with ¢y, > being complex numbers. Examples of nonlinear functionals are:

e The energy functional of the simplest DFT, the Thomas-Fermi kinetic energy,
Freln] = T™F[n] = Cry / Pridl(r) . (A8)
e A nonlocal functional of two functions,

Fylfi.f2] = /f1(X1)W(X17X2)f2(X2)dX1dX2~ (A9)

e The action integral of classical mechanics,

Flgl = Alg) = [ drL(g(t).a(0).1) (A.10)

3l

The abbreviation g(¢) stands for a set of generalized coordinates, which depend
on time.

e Any matrix element of quantum mechanics, e.g. the ground state energy and the
S-matrix element of potential scattering theory,

F[Wo,¥5] = E[¥o, W5 — / & r¥(r) Ao (r)

FI¥e, 5] = S[%, W) = / P (r)S(r) .
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It seems worthwhile to emphasize that the two functions ¥y and ‘¥, have to be
considered as being independent, so that one is dealing with a functional of two
functions. Alternatively, a dependence on the real and the imaginary part of the
wavefunctions can be used to characterize the functional.

A.2 Functional Derivative

Usually knowledge of the complete functional F[f], as for example the classical ac-
tion A[g] for all possible trajectories in phase space or the value of the integral (A.3)
for all continuous functions, is not required. Rather it is the behavior of the func-
tional in the vicinity of the function fy, which makes F[f] extremal or stationary,
which is of interest.! The implementation of the search for f; involves the explo-
ration of the space of functions in the vicinity of f; in a suitable fashion.

A variation of any function f by an infinitesimal but arbitrary amount can be
represented in the form

Of(x) =en(x) for one variable A1)
of(ri,ra,...) =¢en(ry,r,...) for several variables . .

The quantity € is an infinitesimal number, 7 is an arbitrary function. In order to
explore the properties of the functionals a generalization of the (ordinary or partial)
derivative (of first and higher order)—the functional derivative—is required. It can
be defined via the variation 0F of the functional F[f] which results from variation

of fby 6f,
SF := F[f+6f]—Flf]. (A.12)

The technique used to evaluate OF is a Taylor expansion of the functional
F[f+0f] =F][f+en]inpowers of d f, respectively of €. The functional F[f + 1]
is an ordinary function of €. This implies that the expansion in terms of powers of €
is a standard Taylor expansion,

dF[f + 1 d’F[f +

F[f+en] = F[f]+ % . 3 % 70824—... (A.13)
J 1 d"F[f+en] n N+1

SZ de |t O o

As indicated, the sum in (A.14) can be finite or infinite. In the latter case, it has to be
assumed that the function F (&) can be differentiated with respect to € any number
of times.

! Often functionals are introduced to recast some equation(s) in the form of an extremum or sta-
tionarity principle.
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The derivatives with respect to € now have to be related to the functional deriva-
tives. This is achieved by a suitable definition. The definition of the functional
derivative (also called variational derivative) is

dF[f +en]
de

[ SFLA
o = /d 15f(X1)n( 1). (A.15)

This definition implies that the left-hand side can be brought into the form on the
right-hand side, i.e. the form of a linear functional with kernel S F[f]/d f acting on
the test function 1. This is by no means guaranteed for arbitrary functionals and
arbitrary f. It is exactly this point where rigorous mathematics sets in. A functional
for which (A.15) is valid is called differentiable.> We will, however, not go into any
details concerning the existence of the functional derivative, nor will we make any
attempt to characterize the space of (test) functions which are allowed in (A.15) (as
usual, the existence of all integrals involved is assumed, of course).

The definition (A.15) can be thought of as an extension of the first total differen-
tial of a function of several variables,

N &f
fx,x,...) — df—ngilafxndxn,

to the case of an infinite set of variables f(x;). The definition of the second order
functional derivative corresponds to the second order total differential,

2 More precisely, a functional F[f] which maps an open subset of some Banach space .2 (i.e. some
complete normed vector space) of functions f onto another Banach space % (which could be the
set of real or complex numbers) is called Fréchet differentiable, if there exists a linear continuous
operator 3FfE 1 2" — % with the property

IFIf+n]=FLf] - 8Ff ]|l

lInf—0 Inll.a

Here ||F||# and ||n|| 2~ denote the norms in the two Banach spaces. The Fréchet derivative has to
be distinguished from the Gateaux derivative, which exists if there is a linear continuous operator
SF;-:} 1 2" — % such that

6FfG[n] _ i% HFV"')L”A}_F[)C]H@ )

If the right-hand side of this relation exists, but does not yield a linear continuous operator, it is
called the Gateaux differential,

- NEf+An] = Fflle

P _ 1im VEL Al

[f.n] = lim 1

Thus any Fréchet differentiable functional is also Gateaux differentiable, but the converse is not
true. The existence of the Fréchet derivative is only ensured, if the Gateaux derivative is continuous
or if the Gateaux differential is uniform with respect to 1 with ||n7]| = 1.
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sz[ersn
C o de2

/ dxidx, 6[1; }(xz) 1001 () - (A.16)

The definition of the general derivative can be guessed at this stage. The functional
derivative of n-th order is given by

d"F[f+en]
dgﬂ

8"Ff]
8 /dx1 dx”mn(xl)...n(xn). (A.17)

This derivative constitutes the kernel of the Taylor expansion of a functional F in
terms of the variation 6 f(x) = en(x),

il
T8 7o O )-8 ()

+ﬁ(eN“) , (A.18)

Flf+en] = /dxl dxn

again with N being either finite or infinite.
The actual calculation of the functional derivative relies on the evaluation of the
difference (A.12). This will be illustrated with the aid of a few examples.

e According to Eq. (A.12), the variation of the functional (A.6) is

X2
S5F5 — / 5 (x—xo)en (x)dx
X1

Comparison with the definition (A.15) shows that

OFjs
=8(x—xp), (A.19)
57t o)
as 1(x) can vary freely. A very useful formula is obtained if the definition
Fs[f] = f(xo)
is used explicitly,
OF 1)
5 _Oft0) 5 vy (A.20)

5flx) 8/

All higher order functional derivatives of F5 vanish.
e This example is readily extended to the functional

o _ /de(x—xo)f(x)D‘

Its variation can be evaluated by straightforward Taylor expansion,

“ = [ars(e—xo) [(F)+en()” — ()]
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= '/de(X—XO) [O‘f(x)algn<x>

o(o—1)

R En ()

_|_

The functional derivative is again identified by comparison with the definition

(A.19),
6f(x0)*
6f(x)
In order to calculate the second functional derivative one can simply reuse
Eq. (A.21),
52 f(xo)a
8f(x1)6f(x2)

e The variation of the Thomas-Fermi functional (A.8) is obtained from

= S(x—xo) of(x)* 1. (A.21)

= §(x1 —x0) 8(x2 —x0) cx(or — 1) f(x)* 2. (A22)

8Fe =Crr [ d*r [(n(r) + en(r)* ~n(r)*"]

in the form of a binomial expansion

e o5 () (39

The functional derivatives, which can be extracted from this expression, are

O Frg _§ 23
Sn(r) = 3CT]: n(r) (A.23)

for the first derivative and, applying (A.21),

8%Frg 10 13 503) ,
Sn(r)on(r) ~ o Crrn(r) o (r=r)

for the second derivative.
e The variation of the nonlocal functional

Flf] = / P ax [ d fla)wle, o) flo) (A.24)
Y1 Y1
is
V2 Y2
SF, — / dx, / dew(xn, o) [f(n)en (x) + f(x)en (x)

Y1 1

+en(xi)en(x)] . (A.25)
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The variational derivatives are

OF, _ [” dxy [w(x,x2) +w(x2,x)] f(x2) (A.26)
5f(x) = 8 2 3 A2 29 2 .

and
82F,
0 f(x1)f(x2)

All derivatives with n > 2 vanish for this example.

=w(x1,x2) +w(xz,x1) . (A.27)

A.3 Calculational Rules

The calculation of the functional derivative can be abbreviated using a variation
in terms of the d-function: for the functionals relevant in physics all local, 8-type
variations of f(x) are equivalent to probing the functional with arbitrary general
variations 7 (x). The functional derivative can therefore be recast in the form of the
(almost familiar) limiting value

OF _ . FIf(x)+e8(x—x)]—F[f(x)]

5f(x1 ) e—0 € (A28)

The reader may check that this form follows from the definition (A.15) with the
replacement 1 (x) — O(x —x;) and that it reproduces the results of the examples.
When using the form (A.28), one has to remember that the variation § f = €8 (x—x)
should always be understood in the sense of a representation of the d-function via
some sequence of regular functions, so that powers of the §-function are uncritical.

As the functional derivatives constitute an extension of the concept of the ordi-
nary derivative, most of the rules for ordinary derivatives can be taken over. For
example, the product rule of functional differentiation can be obtained directly with
the argument

d(R[f +en]B[f +en)) _ [aR[f +en]
1 i 2 L_O _ [ldgFg[eren]} .
+ |:F1 [f+sn]a%[];:8m} L

which is valid as F; and F, are functions of €. In the actual limit € — O there follows
with (A.15)

6(F1F2) 5F1 5F2

(A.29)

5 o e
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Let us next extend the chain rule for functions to functionals. Consider a func-
tional F which depends on some function G(y), which itself is a functional of f(x),
G[f](y). The functional F therefore is also a functional of f(x). Its variation with f
is then given by

6F = F[G[f(x) +en(x)](v)] = FIG[f (X)](»)]

_ dF[G[f(x) +en(x)](y)]
= I » e+ 0(e?) (A.30)

"SF[f]
8f(x)
where the last line simply represents the definition of the functional derivative of F

with respect to f, according to Eq. (A.15). Similarly, the variation of G with f is
obtained as

en(x)dx+ O(g?), (A31)

6G(y) = Gf(x) +en(x0)](y) = Glf (0)](v)
- dolfenl)| e A
= ‘w en(x)dx+0(e?). (A.33)
Now, to first order in € one can express G[f(x) + €1 (x)](y) via Eq. (A.33),
Glr) +en]0) = Gl + [ g enyaxs o(ed),
to obtain
SFlf) ) AFIGUWI) +] % Sen (x)dx+ 6(e2)]
570 N dx = de i
+0(e). (A.34)

However, the derivative on the right-hand side has exactly the form of the variation
of F with G,

6k = F[G(y) +en(y)] - FIG()]

_ dF[G(y) +en(y)]
o de ,s:o(S +oe), (439
with 7] given by
) = [ ‘Wn(x)dx- (A36)
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Provided that 7} (y) probes the complete space around G(y), in which F[G] is defined,
when 7 (x) goes through all legitimate variations of f(x), the expression (A.34)
coincides with the corresponding functional derivative of F' with respect to G(y),

dF[G(y)+en(y)]
de

[ 8F[G)
R i Te) n(y)dy+0(e). (A.37)

Combination of Eqgs. (A.34), (A.36) and (A.37) finally yields

OFU L yax — [ SFIGLOGUID) e
5/ "4 5G0) of() Nddy,

and thus, due to the arbitrary form of 1(x),

OF[f] _ [9OFI[G] 8Gf](y)
6.f(x) 6G(y) 6f(x)

Equation (A.38) represents the chain rule of functional differentiation. It is valid,
if the variation 1(x) generates all possible variations 7}(y) in the neighborhood of
G[f](y). This is guaranteed if there is a one-to-one correspondence between the
admissible functions f(x) and the corresponding functions G(y) (at least locally)
and both spaces of functions are sufficiently dense to define a functional derivative.
The condition of a unique correspondence is satisfied in particular, if the kernel
‘ng[!z]x()” ) is invertible.

It is worthwhile to note a special case of the rule (A.38). If there is a unique
relation between f(x) and G(y), i.e. if the form of the complete function G(y)
is uniquely determined by f(x) and vice versa, one can consider the functional
F[G[f(x)](y)] = f(x0). Application of the chain rule (A.38) then leads to

oy = Ofo) _ SFIf] [ 8F[G] 5GIf]()
=) =570 =~ 570 ~ J 860 85t
_ [ 8f(x) 8G(y)

6G(y) 6f(x)
This relation shows that one can always insert a complete set of variations in a

variational derivative (here 6 f(xo)/8 f(x)), as long as there exists a one-to-one cor-
respondence between the functions involved.

dy. (A.38)

dy. (A.39)

A.4 Variational Principle

An apt example for the discussion of variational principles on the basis of functional
calculus is the derivation of the Euler-Lagrange equations for the action functional
(A.10). For the case of one degree of freedom,
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A[q] - : dlL(‘]v q, t) ) (A.40)

|

which suffices to point out the main features, extrema are characterized by setting
the first variation equal to zero. This implies

1
0A = 2dt[ L(g+0q,q+84,t) —L(q,4,1)] =0 (A41)

n

to first order in the variation of the variable and its derivative. Taylor expansion of
the first term to first order gives

1
5A:/2dt oL 50+ 9L54| —o0. (A42)
1 dq dq

This is followed by partial integration of the second term with the result

L d JL JL
SA = / {q dtaq]&ﬁ—[ &1} =0. (A.43)

For arbitrary variations 8¢ the Euler-Lagrange equations have to be satisfied,

dL d JL

i (A.44)

No further conditions apply, if the variation at the end points is restricted by bound-
ary conditions,

8q(11) = 6q(r2) =0. (A45)

This restriction does not apply to the case of a free boundary, for which arbitrary
variations at the points #; and f, are permitted. Therefore it is necessary to demand
in addition the “natural boundary conditions” (see [728])

oL oL
= == =0 A46
[aqL [aqL (A40)

in this case.



Appendix B
Second Quantization in Many-Body Theory

The language of second quantization allows a compact formulation of quantum
many-particle problems. The name “second quantization” arose actually in the con-
text of quantum field theory, where the need to accommodate particle creation or
annihilation processes demanded the replacement of wavefunctions by operators.
This Appendix provides an introduction to this tool tailored to the requirements of
many-body theory.

B.1 N-Particle Hilbert Space

B.1.1 Realization in First Quantized Form

The basic elements of the discussion are square-integrable single-particle wave-
functions in configuration or configuration-spin space. These functions span the
1-particle Hilbert space .77]. They will be denoted by

O () - (B.1)

The index o represents a set of quantum numbers, which characterize the state of
the particle completely, as e.g. the quantum numbers of the nonrelativistic hydrogen
problem,

o— n,l,m m. (B.2)

For the present purpose it is most convenient to characterize the states by a single
discrete label which orders all states in a well-defined sequence.

The variable x in Eq. (B.1) stands for the spatial coordinates r and, if applicable,
additional internal degrees of freedom. A relevant example are the components of
the bispinor wavefunction of a spin-1/2 fermion,
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do(r,+3) if 6=+;5=
9o (x) = po(ro) =4 I A (B.3)
¢)a(r, _i) lf O = -3 El
For brevity the complex functions (B.1) are supposed to be orthonormal
[ dx0:x)05) = g B.4)

The integral [ dx abbreviates integration over space and summation over all internal
degrees of freedom, as e.g. in the case of spin-1/2 fermions

/w— /f
o=1,l"

In addition, the functions ¢ (x) are assumed to form a complete set,
> 00 (x)05 () =8V (r—r) 85 5 = 8(x.x'). (B.5)
o

The Hilbert space 77 of N identical particles is the tensor product of N single-
particle Hilbert spaces,

Iy =IAQIR QI . (B.6)
This space is spanned by the product wavefunctions
(Dfxl oy ()C]X2 o 'xN) = d)Oq ()C] )¢052 (xz) T ¢OCN ()CN) . (B.7)

In these canonical N-particle states particle number 1 with coordinates r; and spin-
projection o is in the single-particle state ¢, particle number 2 at x, in state o,
and so on. Orthonormality and completeness of this basis of 3 follow from the
corresponding properties of the 1-particle functions,

/d)q ded)C* ( o XN) %l._lﬁN(Xy--xN)

=[xt 0, (60)9p, (1) -+ [ o 93, () g, (o)
= Oaupy Doy (B.8)

2 (D o (x1 "'xN)q)gcTuaN(yl"'yN)
- 2¢O€1 X1 ¢061 YI Z¢aN XN ¢0{N(yN)

:6(x17y1)'.'6(xN7yN)' (B9)

The states @, ..., are ordered with respect to the particles and their labels, which
is only possible if the individual particles can be distinguished. However, in the
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case of N identical quantum particles, their fermionic or bosonic nature has to be
taken into account, so that only the corresponding subspaces %y and %y of Ay
are of interest. The wavefunctions of the fermion sector, to which we restrict the
discussion, are antisymmetric: any wavefunction ¥ describing N identical fermions
satisfies the relation

W(xp, - xpy) = (—D)PP(xy--xn) (B.10)

where pi,...py denotes an arbitrary permutation of the numbers 1,...N. The sign
of the permutations (—1)7 corresponds to the property even (+) or odd (—), ac-
cording to the number P of pairwise transpositions necessary to restore the natural
order.!

A basis in .y can be constructed from the canonical basis by explicit antisym-
metrization,

Dy, ay (X122 xN) = Z O‘m -y (x1x2 - xN)
PeSy

Z 1" 90,, (x1)9a,, (2) -~ Par,, ()
PeSy

ﬁ\ ﬁ\ ﬁ\

Z )2 oy (Xpy )9 (Xpy) -+ By () - (B.11)
PeSy

The sum runs over all permutations of N ordered objects. This set of permutations
constitutes the symmetric group Sy. The last lines indicate that the basis functions
of %y take the form of a determinant—a Slater determinant.

The antisymmetrized states @, ...q,, do no longer associate a particular single-
particle quantum number with a given particle. Their determinantal structure is a
direct manifestation of the Pauli principle which is expressed by Eq. (B.10). The
function @, ...y, vanishes if two of the labels o - - - oy are identical. This allows
a definite (although arbitrary) ordering of the quantum numbers in @y, ...q, in the
form oy < o+ < oy.

The basis functions (B.11) are orthonormal and complete in %y, provided the
1-particle basis is orthonormal and complete in .77 . For the illustration of orthonor-
mality one simply uses the definition (B.11),

/dxl ~dxy @ al aN(x )q)ﬁl ﬁN( - XN)
1

= ﬁ 2 (—1)P+P’/dx1 (P:;pl ()Cl)(Pﬁp,l (xl).../de (Pélw (xN)(])ﬁp;v ()CN)

|
" PP'eSy

_ 1 P+P
a mPP’Xe’SN(il) Saplﬁﬁﬁ “.50‘1’N5ﬂ§v '

I A given permutation can be generated by different sequences of pairwise transpositions. However,
the number of pairwise transpositions required is uniquely either even or odd.
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The sum over the permutations P’ in the last line yields, for a given permutation
P, exactly the same terms that are obtained with the regular ordering 1,2,...N.
The sign that is required to bring a given permutation p/,...p}, into the natural
order is just (—1)¥'. One can therefore eliminate the multiplicity by arranging the
first indices of the Kronecker symbols in regular order and sum only over all the
permutations of the second,

/d)q cdxy @y gy (X1 XN) P gy (X1 X))
= 2 (=1)"8up,, -+ Soyp,,
PESy
(ouBr) -+ {oulBn)
= det : : : . (B.12)
(o |Br) -+ {owlBn)

The final result takes the form of a determinant. It becomes simpler, if the state
labels are arranged in a given order. For

o <o << oy and Bi<Ba<--<PBn (B.13)
one obtains
/ dxy - dxy Dgy g (X1 XN) Pp gy (X1 XN) = Oyp, - Ogypy - (B.14)
The completeness relation follows in a similar fashion
D Doy (X1 2XN) Py gy (V1IN
ooy

1

- 3 <—1>P+"/{2¢al<xpl>¢;l<ypq>}---{z¢aN<xN>¢;N<ypr>}

PP eSy o oy
1 /
— ﬁp}%s (—D)P(-1)F 5(xmvyp/1)”'6(xl’N’yP§v)
[} N
= 2 (_1>P6(x1ayp1)"'5(-xN7ypN) . (BIS)
PeSy

The transition from the second to last to the last line involves the same argument
concerning the multiplicity of terms as in the case of the orthogonality relation.

The derivation of the completeness relation has to be augmented by one addi-
tional point: one has to take into account the fact that the operator

Y Poyay (X1 )Py gy (V1)
O~y
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acts only on the antisymmetric states in .%y. If a product of Kronecker symbols, as
in (B.15), is contracted with an arbitrary antisymmetric wavefunction ‘¥, the permu-
tation of the coordinates yy,...yy leads to

/d)’1"'dyN5(X17yp1)"'5(XN,ypN)‘I’(Y1"'yN) = (=)"W(x;-xy) . (B.16)
Within the space .%y one thus obtains

Y Doy (X1 xN) Py gy (1 yv) = N8 (xi,y1) -8 (v, yn) - (B.17)
o 0N

The factor N! results from the overcompleteness of the basis set formed by the
Dy, ... in the space Fy: since all states Py, ..o, Which differ only by a permutation
of the set ¢, ... og coincide (up to an irrelevant sign), any basis state shows up N!
times in the sum on the left-hand side of Eq. (B.17). The factor is easily eliminated
by use of an ordered sum,

Y Doy (X1 XN) Py oy (V12 98) = 8(x1,31) -+ 6(xn,yn) - (B.18)

o <0p---<on

B.1.2 Formal Representation

The same statements can be made on a more formal level, if one adopts the Dirac
notation.

The discussion of the formal representation also begins with a look at the Hilbert
space of one particle, .7#1. The 1-particle wavefunctions are interpreted as a scalar
product of two state vectors |x) and |a) = |@) which is written as

P (x) = (xox) . (B.19)

A state vector of the form (x| is called a bra-vector, of the form |a) a ket-vector.
The scalar product itself is therefore often referred to as a bra-ket. Since Eq. (B.19)
relates the wavefunction to a scalar product, one finds for the complex conjugate
wavefunction,

P (x) = (afx) . (B.20)

The state (| is the adjoint of the state |a).

The set of vectors |o) and the set |x) are elements of different vector spaces. The
notation implies that “factors” with the label o carry the information concerning
the quantum labels, “factors” with x define the representation space of the particle
as position and spin space. The separation of the wavefunction in terms of two ab-
stract ingredients allows, for example, an easy transition to alternative representation
spaces as the momentum-spin space.



418 B Second Quantization in Many-Body Theory

The states |o;) span the familiar Hilbert space .7/{. They form a complete and
orthonormal set. This is expressed by the relations?

Sloyal=1x;:  (a|B)=0us- (B.21)

The consistency of these relations can be checked by considering

(xlor) = %(x\ﬁ><ﬁla> = %<X|B>5¢xﬂ = (xa).

The vector |x) = |ro) is an eigenstate of the position operator # and the spin-
projection operator §,. It is characterized by the corresponding eigenvalues r and
o==l,

Flx) = r|x) (B.22)
h
$:|x) =0 5 x) . (B.23)

The notation indicates that operators 6 are, as the state vectors, abstracted elements.
The states |x) satisfy the improper orthogonality relation

x|y = 8560 8(r—1') = 8(x,x) . (B.24)

Alternatively one may interpret (x|x’) as a wavefunction, the representation of an
eigenstate of the position/spin operator in position/spin space. Equation (B.24) then
states that the probability to find a particle at any other point in space than its eigen-
value vanishes for eigenstates of #. Two different wavefunctions (x|x’) and (x|x")
are orthogonal, as required by their definition as eigenstates of # and §,

/ dx (|9 (d") = 8(¢,x") = (X ¢ . (B.25)

Equation (B.25) also demonstrates that the state vectors |x) are not properly normal-
izable, so that they are not elements of the Hilbert space .77. They can nevertheless
be used to represent the elements of .77{ in the sense of a basis set expansion, as they
form a complete basis in a vector space which contains 7. An example for such
a representation is the Fourier representation of normalizable functions in terms of

2 These relations are replaced by

(lB)=Sap  T1o)S,5(BI=10m .
ap

in the case of a non-orthogonal basis. The matrix elements S ;23 are elements of the inverse overlap
matrix, which is defined by

ss'=1 - %saﬁslgy' = 8uy -
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non-normalizable plane waves. The completeness relation for the states |x) can be
extracted from Eq. (B.25), which is valid for arbitrary |x'), [x"),

/dx\x><x| = 2/d3r|m><ro| _ 1. (B.26)

The quantity 1 stands for the unit operator in the space which contains .73 .

With these basic elements of the Dirac notation the orthogonality and complete-
ness relations of the one particle wavefunctions, (B.4) and (B.5) respectively, can
be reproduced in a consistent fashion. The notation also opens access to all formal
aspects of quantum mechanics.

In the next step the Dirac notation can be extended to deal with N-particle sys-
tems. The N-particle Hilbert space 7y is spanned by the product states

In these N-particle states the particle & is in the quantum state o, i.e. the position
of a single-particle state in the tensor product on the right-hand side characterizes a
particular particle of the system. It is usual to omit the product sign ®, when working
with the states |o - - - o). Nevertheless, the convention associating particle k with
position k still applies.

The bra-ket combination of (B.27) with

|)C1 -~~xN) = |X1>® ®|XN> (B.28)
yields the product wavefunction (B.7),
CDZ”.__O(N(XI .. ')CN) = (x1 cee xN|Oc1 s O(N) = <X1 |O(1> s <xN|OcN> . (B29)

The N-particle states (B.27) constitute a basis of 7. They form a complete set
provided the 1-particle basis is complete,

2 |O£1~--O€N) OCN| 2|061 061| 2|O€N OCN|—1//N7 (B.30)

ooy

where 1 %, Tepresents the unit operator in #y. Similarly, one has in the x-represen-
tation,

/dx1-~~de g o) (2 <o xn| = in, (B.31)

where 1y is the unit operator of the (N-particle) space which contains ./ .
The fermion and boson sectors of .7 are defined in the same fashion as before.
The fermion sector is spanned by the antisymmetrized states’

3 Many-body states in the form of products will be denoted by |---), antisymmetrized states by

).
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PeSy
1
= (=10} -+ [otpy) - (B.32)
\/m P;S“N P1 PN
In the states |oy --- ogy) the position of the quantum number is no longer related to

a particular particle. A given particle is not in a particular single-particle state. The

individual terms on the right-hand side of (B.32) are, however, product states of the

form (B.27), so that the position k in the product characterizes a particular particle.
The N-fermion wavefunction (B.11) is given by the bra-ket combination

(xl "'xN‘al aN> — \/;T‘PXS’ (*I)P()Cl "'XN‘OC]?] ...apN)
= 7 & () el - (ol
- Vﬁvzs (1) (xpylon) -+ (xpylow) . (B33)

Note, that only one of the state vectors in the bra-ket scalar product is an antisym-
metrized state, either the bra or the ket vector,

CI)O‘].“O(N(x] ---xN) = <X] ~~~XN‘061 OCN) = (x1 ~'~xN|061 OCN> . (B.34)

The other is a simple product state.
The antisymmetric N-fermion state vectors satisfy the orthonormality relation
(B.12),

(o -+ ay|Br -~ Bn) = 2 (_I)P(Salﬁpl "'5owl5p,v , (B.35)

PeSy

which may be verified by insertion of (B.32) and subsequent use of (B.21) for the in-
dividual particles. As a single-particle state can at most be occupied by one fermion,
at most one of the possible permutations of the single-particle overlap matrices can
be non-zero. If the state labels are arranged in a strict order, ¢t < - -- < oy, the result
can be written as

(o - o |Bri -+~ Bn) = By -~ Sonpy - (B.36)

Similarly, the completeness relations (B.17) and (B.18) have the form

— Y oy oo ay| = 1g (B.37)

|a1 OCN><OC] aN| = i@N (BSS)
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B.2 Fock Space

There are several reasons to combine the Hilbert spaces for all possible particle
numbers into a more general space, the Fock space. Particle numbers of a particular
species are not necessarily conserved in quantum processes or there might be the
need to describe a thermodynamical equilibrium without a fixed number of particles.
The Fock space of fermions .7 is defined as the direct sum of the N-fermions spaces
Zy for all particle numbers,

F=FBF D - DIND . (B.39)

In addition to the well-defined spaces .Zy, it includes a sector .% containing no
particle at all. The only state in .% is the so-called vacuum state

0)  with  (0]0)=1. (B.40)

The actual specification of this state requires the application of the creation and
annihilation operators, which will be detailed in the next section. A complete and
orthonormal basis of .% is obtained by combining all N-fermion basis sets with
|0)(0], so that the completeness relation in .# reads

= ] .
|0><0‘+NZIM > on oo oy| =1g. (B.41)

oo

B.2.1 Creation and Annihilation Operators

The action of a fermion creation operator d:& on a N-fermion basis state generates

an (N + 1)-fermion basis state
ablog - o) = loroy - o) (B.42)

The (N + 1)-fermion state is properly normalized and antisymmetrized. The defi-
nition (B.42) of the operators d,, is unambiguous, as all states involved are well-
defined. Extension of Eq. (B.42) to N = 0 defines the vacuum state as the state from
which @}, generates the single-particle state |ct),

agl0) = |a) . (B.43)

Combination of the definitions (B.42) and (B.43) allows a representation of any
N-fermion basis state in terms of creation operators and the vacuum,

o -+ o) = apy -+, |0) . (B.44)
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The entire basis of Fock space can be generated by the repeated action of creation
operators on the vacuum state.

The associated annihilation operator d, is defined by hermitian conjugation of
dg,

~ AT
dg = (ajx) . (B.45)
Consequently one has

<O‘1| = <O|d061

(oo - oy| = (0 -~ on|dg, = (0| dgy -+~ Ao, -

The antisymmetry of fermion states of the form (B.44) is incorporated by demand-
ing specific commutation relations for the creation operators. With the interchange
of two quantum numbers in (B.44) one arrives at
o 0 03+ ay) = aly ab,ab, -+, |0)
= —|moyog--- o)
= —ay,al, aj, ---ah, |0) . (B.46)

This relation requires that the creation operators (and hence the annihilation opera-
tors) satisfy anticommutation relations,

{a;&,a;} = {&a,dg} =0 with {A,B} =AB+BA, (B.47)

as (B.46) must hold for arbitrary states |oz, ... o).

The commutation relation between creation and annihilation operators can be
derived in the following fashion: as first step consider the expectation value of an
annihilation operator for arbitrary basis set states,

(on -+ ongldy|By -+ Bv) = (tou - ol B - B) - (B.48)

The right-hand side of (B.48) necessarily vanishes if M 4 1 # N, irrespective of the
values of the quantum numbers involved. This shows that the state d, |B; --- By) is
a (N — 1)-particle state—the operator @, annihilates one particle. In particular, the
expression (0]dy |0) = O requires

a,]0) =0 (similarly, (ol = 0) . (B.49)
Particles can not be destroyed, if there are no particles.

The next step is an investigation of the action of the annihilation operator on an
arbitrary basis state. With the completeness relation (B.41) one obtains
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aulBr--- Bn) = ilM Z (o - amldy|Br -+ Bn)
M= o
= 5 S e alB By o o)
M=
:(Nil)! Z (o - an—1|Br--- Bn) o - an—1) .

The last line can be processed further with the orthonormality relation (B.35),

au|Br -+ Bw)
1
- (N*l)' za‘N 1P§S“ _1 lJﬁpl Ollﬁpz SaN,lﬁpN|a1 OCN_1>
N
1 P
- mp; (71) 6“Bp1 ‘ﬁPZ .”ﬁpN> .

The sum over the N! permutations P can be written more explicitly in terms of an
expansion with respect to the entry with the index i as

N
A 1 /
aulBy - By) = ,z V1 8up X (<1 By i By
i=1 P’ESN,l
The sum over the permutations P’ of the numbers 1,...,i—1,i+1,...N (the omis-

sion of i is indicated by ﬁ{,-) represents (N — 1)! times the same (N — 1)-particle
state

1

Bi - Bi1 Biv1 - By) = Z (—1)P/|ﬁp,l ﬁ{’ ﬁl’;v>

( - 1)' P/ESN,l

The final result

N
alBr - By) = 2 (=1 "8up,1B1 -+ Bict Biv1 -+ By) (B.50)

i=1

shows: the right-hand is only non-zero, if the quantum number u is identical with
one of the f3;,

aulBi - By) = {(—1)i_1 \Br -+ Bi1 Bivt -+~ Py if w=Pp; (B.51)

0 otherwise
Combination of (B.50) with (B.42) then yields
auajlon - ay) = 5uv|0‘1 o)

+2 1) 8ye|von - 01 0is1 - o), (B.52)
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as well as

cﬂ,ﬁ#ml ceay) = (—1)"*15#%.|voc1 ce O Oy - Oy) . (B.53)

M=

Both relations are valid for arbitrary |oy --- o), so that one can extract the anti-
commutation relation

{ay.a}} = 8uv . (B.54)

With Egs. (B.42)—(B.50) and (B.54) the set of basic relations for creation and anni-
hilation operators is complete. All operations and manipulations in Fock space can
be handled with these tools.

The creation or destruction of a particle has so far been associated with a basis
labelled by an index ¢. A transition to an alternative basis can be achieved with the
aid of completeness relations. For example, the relations (B.21) and (B.26) can be
used to write down the identities (valid for any kind of particle)

o) = [dxlx) o) = [ dxgu(v)ly (B.55)
W) = i@l = Xoile) (B.56)

which can be interpreted as a unitary basis transformation in .7#]. The second of
these relations suggests the introduction of the operators (x) and ' (x) with

) =y (x)[0)  and (x| = (0] P(x). (B.57)

These operators describe the creation and the destruction of a particle at the “posi-
tion x”. For this reason they are usually referred to as field operators. In other words:
the basis transformations (B.55) and (B.56) induce a corresponding transformation
between the associated creation and annihilation operators,

¥i(x) = %@;(x)afx = §<a|x> ay (B.58)
W(x) = za:(l)a(x)&a = §<x|a>aa, (B.59)
with the inverse transformation
o = [ x50 ¥ (B.60)
al = [ dxoul) (). (B.61)

The relations (B.58), (B.59) indicate directly that the field operators are objects with
two components in the case of spin 1/2 fermions,
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r,+i)ifo=+
4 f) ! (B.62)
2

W(x) = p(ro) = { X
W(r7 -

D= B—

)ifo=—

The anticommutation relations (B.54) and (B.47) and the transformations (B.58)—
(B.61) can only be consistent, if the field operators satisfy

{¥(x), lf/?(x’)} = 8(x,x') (B.63)
{0, 9} = {90, 9p"()} =0. (B.64)

The structure of the commutation relations is conserved under basis transforma-
tions. A transformation between the basis |a) and any other (single-particle) basis
proceeds in the same fashion.

B.2.2 1-Particle Operators

The Pauli principle requires that quantum particles are indistinguishable. Observ-
ables of many particle systems can, as a consequence, only be represented by oper-
ators which are symmetric under exchange of particles.

An important class of operators in N-particle space are those constructed by sum-
mation over terms acting on a single particle,

A

F =

~
i

Ji (B.65)

1

M=

They are referred to as 1-particle (or single-particle) operators. More correctly they
might be called 1-particle operators in an N-particle system. A second important
type of operators is constructed by summation of terms linking two particles,

N
W= > . (B.66)
ij=1;i<j

These operators are therefore called 2-particle operators.

A l-particle operator f can be specified in the x-, the o - or any other represen-
tation. In the Dirac notation one obtains for instance for the operator of the kinetic
energy of a single particle in the x -representation

/N2
W )\ (=iRV)
x|fx’) = 0 (x,x) ———— . B.67
(i) = 3, 2) 5 (B.67)
The o - and the x-representation of an operator f can be related with the aid of the
completeness relation

(l71B) = [ dxd’ (o) (¢ |y x1B) (B.68)
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The action of f on a I-particle state |Y) can also be rewritten with the completeness
relation as

fly) = Zla (alfly) . (B.69)

This implies that the representation of a 1-particle operator in terms of creation and
annihilation operators must have the form

f=Yalf|B)akag - (B.70)

The operators ay, and ag are specified in terms of the single-particle basis to which
|7) belongs. Equation (B.70) can be verified by insertion,

vy = XAl f1B) agapa;|0) = X (alf1v)a0) . (B.71)

off o

and comparison with Eq. (B.69).

The 1-particle operator £ =Y, fi in Fock space is completely characterized by the
action of f within the 1-particle segment of this space. It follows that the operator
(B.70) can also serve as a representation of the operator ¥,

F =Y (a|fIB)dlap . (B.72)
ap

Due to the combination &;&B the operator only connects states of the same segment
of Fock space. In order to evaluate the action of this operator on a N-particle state
one may use the commutation relation

N

[F,a}] = ﬁ2<ﬁ|f|7>[ .| = Z<B|f|a>&ﬁ~ (B.73)
Y

Use of (B.73) allows a direct evaluation of F|ct --- ay) as soon as [F ,df,] is intro-
duced by suitable addition and subtraction of terms,

Fdzt aOCN|0> [ Z{l}dzt &LN‘O>+aAer 7aAZC2]aAOC3dZtN‘O>

[
o4l al [F’a"T 110). (B.74)

After replacement of the commutator one obtains

—Zﬁl\flal w0 +z B2l flon)a AT3"'dsz|0>
+"'+z ﬁN|f|aN a(X] ...aZ{N,lé\Z}N|O> : (B‘75)

This explicit result can be written in the compact form
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§:,_

B by l0) - (B.76)

Mz

Flon - ay) =3 Y (Bl flow)a

Bi

The notation indicates that &EI_ stands at position i in the sequence of creation oper-
ators. Each of the particles is transferred with a certain probability, determined by
the matrix element (B3| f|0;), into a single-particle state which is not already present
in |a; - - - o). The result (B.75) can also be used to evaluate the only non-vanishing
matrix elements of £,

(o o|Flon -~ o) = 3 {04l flos) (B.77)

i=1

(o1 Br---o|Floy - - o) = (Bel flow) - (B.78)

The label B # oy, i = 1,...N replaces oy in the bra-state of Eq. (B.78). 1-particle
operators can only connect states of Fock space with the same number of particles,
which differ at most in one occupation.

The operator (B.72) in the second quantized representation can alternatively be
written in terms of the field operators

F =S (olfIB)lay = [ dxd¥ 3 (o) | 71x) (x1B)dkay
of op
= [axar v () i), B.79)

or, for that matter, in terms of any other basis, which is related by a unitary transfor-
mation, as e.g.

=Y Crobly b= Ciola (B.80)
o o
with the inverse

al, = Ciob} = Crobi . (B.81)
k k

In the basis with the creation and annihilation operators by, 3,L one obtains

F =" (ki|flka) by b, - (B.82)
ky ko

The form of the representation is independent of the basis chosen.
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B.2.3 2-Particle Operators

Similar statements can be made for 2-particle operators, though detailed calculations
and proofs are more involved. These operators are characterized by matrix elements
in the 2-particle sector of the Fock space, e.g. in the x-representation by

(X x5 |x1x)

The notation indicates that the matrix element under consideration is the canonical
matrix element, obtained with the product states of the 2-particle Hilbert space. One
example is the interaction between two particles, which is usually local with respect
to the coordinates of the two particles involved,

(x5 [Wlxpxa) = & (x1,x)) 6 (2, x5) w(xy,x2) . (B.83)

The function w(x;,x;) has to be symmetric and real, as

e the corresponding force has to satisfy Newton’s third axiom, and
e the operator »w has to be hermitian.

It may either be spin-dependent, or not,
W(xl,)Cz) = w(rl,rz) . (B.84)

Equation (B.84) applies in particular to the Coulomb interaction, which is of primary
interest in the present context. In fact, the Coulomb force is a good example for an
interaction which is, in addition, Galilei invariant. The function w(ry,r;) depends
only on the difference of the position vectors in this case

w(ry,r) =w(ri—ry). (B.85)

The « -representation of the two-body interaction is again obtained with the aid of
the completeness relation,

(ﬁlﬁQM\al 062) = /dx/ldxlzdxldxg ([31[32|x/1x/2)(x’lx/2|v9|x1x2)(x1x2\oc1 062) s (B.86)

in detail for the case (B.83),

(Bi 2wl o) Z/dxldxz g, (x1)9p, (x2)w(x1,22) Py (x1)Pay (x2) . (B.87)

The order of the quantum labels in the 2-particle bra- and ket-states is, as indicated
explicitly in (B.87), of relevance. The first label in the bra- and in the ket-state is
associated with the coordinate x;, the second with x,. The matrix element satisfies
the symmetry relations

(BiBahwoncn) = (BfiW|oaon) = (a0 W|BiB2)” . (B.88)
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The action of a 2-particle operator on antisymmetric 2-particle states can be re-
formulated with the aid of the completeness relation (B.37),

wla ) = (Bi1B2|Wleci )| Bi o) - (B.89)
ﬁlﬂz

The matrix element in (B.89) is the antisymmetric matrix element, which can be
expressed in terms of canonical matrix elements by use of Eq. (B.32),

BB~ (B {lenon) — onen)
= (BiBaW[or o) — (B B2 W] o) - (B.90)

(B1B2|W|on o)

The second line in Eq. (B.90) follows from the symmetry of the interaction against
the interchange of the two particles. The properties of this matrix element,

(BiBa|wlonon) = —(BafilW|aron) = —(Bifa|W|eaon) (B.I91)
(B2Bihwlonen) = (onoaw(Bif2)",

follow directly from the definition and the properties (B.88) of the direct matrix
elements involved. Combination of Eqgs. (B.88)—(B.91) yields the alternative form

wlonon) = Y (BiBawlon ) |BiBa) - (B.92)
BiB

The second quantized form of a 2-particle operator in Fock space that reproduces
(B.92) is

2 (aB|Ww|y8)ala agay. (B.93)
aBys

l\)M—‘

One should take note of the sequence of the labels of the operators with respect to
the sequence of the labels of the states. The calculation of the action of this operator
on a 2-particle state of fermion Fock space involves the evaluation of

- 1 . At A A At A
Wlogon) = 3 Y. (BiBhin yz)aﬁlazkanay] aLIaLZ|O> . (B.94)
BiBrr

Rearrangement of the creation and annihilation operators,
At A
[31 [3 a}’za%aal aOtz 10) = (8e1 4 Beryyy — 506172506271)%1“;;2 10) (B.95)
leads, with (B.91), to the same result as (B.92), namely

Wlanon) =Y. (BiBaw|onon) [Bifa) - (B.96)
BiB>
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The evaluation of the action of the operator W on a N-particle state also relies on
the use of a suitable commutator,

W.al,] = 3, (BiBalwlecon) dy dfy da, (B.97)
Biproy

Consequent permutation of the commutator through the string of creation operators
of the N-particle state yields

‘ (BiBaliloir) dly, ---ab,_ aj af dndl,, ---ah,|0) . (B.9Y)
=1 BBy
The expression d;gl &2;2&),2 stands exactly at the position of &Li (the contribution with

i = N has been omitted, as it vanishes). The pair dgzdyz now has to be commuted
through the chain of operators to its right,

Way -- i 2 Y. (BiBalwlosor))

i=1 j=i+105,

xa; . ey, alal, | -e-ah 0) . (B.99)

.
t
Ao, ﬁ1 Of:+1 aj 1%B,%ajy1 "

This expression can be symmetrized with respect to i and j by use of

PRI

HMZ

and subsequent simultaneous relabelling i < j, B; < B, in half of the right-hand
side,

W‘OC]"‘OCN>:% Z 2 (BiB2]W]esior)
#iBi1p

ATT

ﬁl Qoyyy - dT dT 1} &LN|O>'

AT AT
Xdg, oy o1 ﬁzao‘j+1

The canonical matrix element can be replaced by its antisymmetric counterpart by
using the commutation relations to interchange the positions of %1 and &;2 in the
sequence of creation operators,

. 1 X )
Wiay--ay) =~ > > (Bif|wloe;)
4Tt e

A RN N A AT A .
Xa&l...aaiilaﬁla&iﬂ . a:&] laﬁzazC - aJ&N|O>. (B.100)
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This result shows that at most two of the particles in |¢ - - - oy) are promoted to
different single-particle states by application of W. The matrix elements, which are
non-zero, are

e the expectation value,

N
(o -+~ oy W]y - 2 (oioj|wlesay) (B.101)

1

2

e matrix elements with N-particle states, which differ in one quantum number
(Bx # @i, i=1...N),

N

<061 s ak_lﬁkakH s OCN|W|061 LN 0/ OCN> = z <ﬁkOC,'|W|O£kOC,'> N (B.102)
i=1

e matrix elements with N-particle states, which differ in two quantum numbers
(ﬁkaﬁl 7£ 0, i = 1...N),
(o o1 BrOes1 - -1 B0y 41 - o [Won -~ oy~ oy - - o)
= (BBl o) (B.103)
(with the understanding that f3; stands on position k etc.).
The second quantized form of a 2-particle operator in the x-representation can

be obtained from the ¢ -representation with the aid of completeness relation (B.31).
Insertion of (B.31) into (B.93) and subsequent use of (B.29) leads to
N 1
W=—- /dXId)C2 (ﬁ1ﬂ2|X1X2) (x1 ,X2)()C1)C2|061 062) ﬁ ﬁ aa2aal
ﬁlﬁzal 053

= /dxwlxz D, B, (x1)9p, (x2)w(x1,x2) 9 (¥1) o (12)

Bipronon
% @El%daz&al .
With Egs. (B.58), (B.59) one finally obtains

N 1 r
W = E/d)quz llA/T(xl)ll"/T(xz)w(xl,Xz)li/()@)lf/(xl). (B.104)

Once again, specific attention should be given to the order of the arguments of the
annihilation operators.



Appendix C
Scaling Behavior of Many-Body Methods

In order to provide some background for the discussion of the scaling behavior
of many-body methods with the basis set size M indicated in the Introduction, we
explicitly consider the most relevant expressions which one has to deal with in this
Appendix. The analysis is still quite simple for the class of matrix elements, which
have to be evaluated in any of the ab-initio methods, i.e. the matrix elements of a
single-particle operator. Let us thus first consider a multiplicative potential v as the
prototype of such an operator.

In an algebraic eigenvalue problem of the type (1.24) usually two steps are in-
volved. In order to determine the eigenvectors b; ;s the Hamilton matrix has to be
evaluated first. Once the b; ;; are known, other quantities, like the energy of the sys-
tem can be calculated in a second step.! In the case of a multiplicative potential v
M? integrals

mliim) = [ @rmirvemin k=1, (C.1)

have to be evaluated in the first step.” Three aspects are relevant in this context:

e Ifvisa given potential the M integrals have to be evaluated only once. However,
the single-particle potential is often determined during the calculation, rather than
given a priori. This is the case, in particular, for the HF scheme, which represents
the starting point for many of the more advanced approaches. In a selfconsis-
tent scheme the evaluation of the matrix elements (1;|?|n;) has to be repeated
a number of times. This repetition introduces an additional factor into the total
computational cost, which, however, is independent of M and will be ignored in
the following.

e On the other hand, the construction of v itself usually depends on M. The asso-
ciated scaling cannot be determined without specification of a particular method
and will therefore be examined later.

! In practice, these two steps often go hand in hand, of course.

2 For Hermitian operators the actual number is M(M + 1)/2, which for large M corresponds to
o(M?).
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e [t remains to address the cost of handling the spatial integral in (C.1). If the
integral is known analytically, one can simply store the M? coefficients (1|9|1;)
for repeated use. However, this is rarely the case, so that a numerical evaluation
of (C.1) is usually unavoidable.? The summation over a spatial grid introduces an
additional scaling factor of M, as the number of grid points required to represent
M linearly independent basis functions is proportional to M. In the following the
number of grid points will therefore simply be identified with M. As a result M>
operations are needed in order to set up the table of all (n,|9|n;), if numerical
integration is used in Eq. (C.1).

Once the matrix elements(n|V|7;) are available and the eigenvalue problem (1.24)
is solved, the evaluation of the associated energy,

N
> (oiloleon) = Zzzblkg i (Melolmy) (C.2)

i=lkl O

—

involves a summation over N terms for each of the M? matrix elements k/ (the
multiplicities associated with spin are irrelevant at this point). The scaling of N and
M is, however, intrinsically related, i.e. M increases linearly with N. For the present
discussion N can therefore simply be replaced by M, so that one ends up with a total
scaling of M>.

It is instructive to compare this procedure with an alternative possibility for the
calculation of (C.2). The first step of this second path is the evaluation of all orbitals
(1.23), for which a summation over M terms is required for all N = M orbitals on
all M grid points. Once all ¢;(r) are stored, it takes M> operations to calculate the
density

N
n(r) =33 9i(ro)|” . (C.3)

The energy (C.2) can finally be evaluated by numerical integration over n(r)v(r),
which is linear in M. Again one ends up with an M> scaling. In the alternative
approach the storage of the M x M array ¢;(r) replaces the storage of the M x
M array (n;|9|1;) necessary in the first approach, so that no additional memory is
needed.
The second approach can easily be extended to nonlocal single-particle poten-
tials. In this case one would pre-evaluate the 1-particle density matrix
N
1(ro,r'o’) = 3 ¢i(ro) ¢/ (r'o’), (C4)

i=1

rather than the density. This step scales as M>. The integration

3 The numerical integration can be avoided if v is expanded in terms of a separate basis set which
allows an analytical treatment of (n,|9|1;). This point will, however, not be expanded here.
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/d2 /dgr y(ro,r' o' )v(ro,ro’)
c,0’

then requires M operations.

The same arguments can be applied to the kinetic energy. This is immediately
clear if the gradients of 7 can be evaluated analytically. However, even if the partial
derivatives of 1y (or ¢;) have to be calculated numerically, the total scaling is not
affected, as differentiation is linear in M.

In summary: the numerical calculation of the Hamilton matrix scales like M3
with the basis set size, as long as the Hamiltonian consists only of single-particle
operators, whose evaluation does not introduce an additional M-dependence. The
same scaling behavior is found for the actual diagonalization of the Hamilton ma-
trix by standard techniques.* In practice, however, the diagonalization is less time
consuming than the evaluation of the matrix elements.

The situation becomes more complicated as soon as the Coulomb interaction, a
2-particle operator, is taken into account, i.e. as soon as the determination of Ve o
is addressed. Let us explicitly consider the HF approximation in which only very
specific Coulomb matrix elements are required. In order to extract the scaling be-
havior it is sufficient to analyze the exchange contribution

e 2 2 /d3 /d3’ (ro)¢ (rc)d),(ra)gb,(rcr)’ ©5)

1] lo,o’" |r7r/‘

which is the most demanding term in the HF approach. One possible method for the
evaluation of (C.5) consists of the following sequence of operations:

1. evaluate and store (Z),(rG) (scales as M3)
2. evaluate and store )/ ro,r'c’) (scales as M3)

3. evaluate Ex = — — 2 /d3 /d3 / W(rG r'o )| (scales as M?)

GG’ | ‘

A net scaling of M? is found. The same is true for the exchange contribution to the
effective single-particle Hamiltonian

7 (9] (r'0")8;(ro)m(r')

N
3
1:21 Mt r,‘|¢mn /d / F (C.6)
3 3, Y(ro.r'c’) /
_/d g ( [/d 7] =, (r)

The calculation of the quantity in brackets scales as M>. Once it is stored for all r

and n, one can perform the r-integration for all k,/, which again scales as M>.
However, the numerical evaluation of matrix elements of the Coulomb interac-

tion is complicated by the singularity at » = # and by the long range of the inter-

4 Here we ignore advanced techniques as iterative diagonalization [729], the Car-Parrinello method
[730] and conjugate gradient methods [731, 732, 669] for brevity.
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action. In addition, the procedure described, requires substantial memory as both
the M x M arrays y(ro,r'c’) and [d*r'y(ro,r'6")n,(r')/|r — | have to be stored
simultaneously. It is therefore preferable to use basis functions for which the matrix
elements

(Ml nma) = /d3r /d3r’ i (7)1 (|: )"r",’(')"”(') ()

can be calculated analytically (like Gaussian or plane-wave basis functions). If the
quantities (1x7M;||NmNy) are easily recalculated, it is not even necessary to store
the matrix elements. Alternatively, one can store all (1;7;||N,»M.) before any other
operation is performed. In this case the exchange term in the Hamilton matrix has
the form

N
Z nk¢] | |¢]nn Z Z b} [G/b] mG(nkannmnn) ’ (CS)
j=1 I,m=1 j=

which suggests an effort proportional to NM*. However, the evaluation of the ex-
pression (C.8) and that of the exchange energy can again be split into several in-
dependent steps, which improves the scaling behavior. One first sums up the M?>
coefficients 27:1 b;,z o'bjmo and stores them. This step requires M? operations. In
the second step the resulting matrix in /,m is folded with the known matrix elements
(MeM;||NmMn) for each pair k, n, which requires M* operations. If one again stores
the resulting M? matrix elements, the summations over i,k,n required for the cal-
culation of the complete exchange energy are independent of the previous steps, so
that the third set of summations scales as M? (as Zf»vzl b} 1sbino 1s already available).
Taking all steps together, one ends up with a scaling of the HF scheme proportional
to M* in this standard implementation.
As soon as arbitrary 2-particle matrix elements

(0i0j|—— o)

r— r’l

have to be calculated, as is the case for all correlated ab-initio methods, the M*-
scaling can no longer be preserved by some clever sequence of operations. In addi-
tion, the scaling behavior again depends sensitively on the technical implementation.
It is beyond the scope of this text to provide any details.



Appendix D

Explicit Density Functionals for the Kinetic
Energy: Thomas-Fermi Models and Beyond

The theorem of Hohenberg and Kohn provides a justification of early density func-
tional models which relied on a representation of the complete ground state energy
Ey in terms of the density,

Ey = Elng) . (D.1)

The first density functional of this type was the model of Thomas and Fermi (TF),
which was established in the years 1927/28 [13, 14]. These authors considered a
uniform gas of noninteracting electrons, the homogeneous electron gas (HEG) of
Sect. 4.3, in order to derive a representation of the kinetic energy in terms of the
density.

Their result can be derived by the Green’s function techniques utilized in Sect. 4.3
for the discussion of the xc-energy of the HEG. In order to provide some alterna-
tive to this approach, however, a more elementary route for the derivation of the
TF functional is taken in this Appendix. The Schrodinger equation for the single-
particle states of the noninteracting electron gas reads

V2
- 2m

¢i(ro) = €¢;(ro) . (D.2)
The solutions of (D.2) are given by

Ors(ro) = Ce*" yi(0) (quantum number i = ks) , (D.3)
with the Pauli spinors (o) and the eigenvalues

K

&= - (D.4)

Normalizable solutions can only be obtained if k is real. However, even in the case
of real k the norm of ¢, is infinite, as soon as the complete space is considered.
Moreover, the differential equation (D.2) allows arbitrary real values of k, so that
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one finds more than countably many states. It is thus necessary to regularize the
problem by an additional boundary condition which ensures the normalizability of
the ¢, and at the same time discretizes the spectrum. For this regularization one
chooses a cubic box with sides of length L. Requiring periodic boundary conditions
for all three Cartesian directions,

Oks(x+L,y,2,0) = Os(x,y +L,2,0) = Pps(x,y,24+L,0) = Ps(x,5,2,0) , (D.5)

leads to a quantization (i.e. discretization) of all components of &,
2r . .
kizfai with o;=0,£1,42,... (i=1,2,3). (D.6)
Normalization to 1 inside the box is obtained for C = 1/v L3,

L L L T /
[ ax [Cay [Caxe @O Ty (0)10(0) = L S 6y . D)
0 0 0

o=T,|

The single-particle states which are properly normalized within a cubic box are thus
given by

o k=T o with o5=0,+1,2 D8

¢ks(rc)—mxs(c) =, with o;=0,£1,42,.... (D.3)

In the ground state of the noninteracting homogeneous electron gas each level

is filled with one spin-up and one spin-down electron. The number of levels which

are occupied is determined by the number of particles in the box. The eigenvalue

of the energetically highest occupied state is identified with the Fermi energy €.
Consequently, the density of the system is

=

n =3, 0E—&) Y, ¢ (ro)¢(ro)

i=1 o=1,]
= Y Ogr—&) Y, 04(ro)e(ro)
oy,00,03=0 o=T1,]
nk?
= 2 e <£F ) = (D.9)
L
ay,0p,03=0

Similarly one obtains for the kinetic energy per volume element

n(v) l ©0 2¢72

= VZO(SF—SZ /d3r¢, (ro)—

i=1 o=1,1

¢i(ro)

2

:é Z @(81:*8]{ Z /dx/ dy/ dZ(Pks rG ¢ks(r0')

ay,0p,03=0 o=T,|
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ad 2k 2 Wk’
= Olep—— | == . D.10
Z . <8F >L3 o ( )

0,00,03= 2Zm

At this point all expressions have been evaluated to a point at which the limit L — oo
can be taken, which leads back to the electron gas of infinite extension. In this limit
the spacing between adjacent momenta k becomes infinitesimally small, so that the
summation over all discrete values of k goes over into an integration over k. The
volume element of this k-integration is obtained from the volume in k-space which
is associated with each of the discrete k-values. For each of the Cartesian directions
two neighboring k;-values differ by 27 /L, so that the k-space volume per discrete
k-value is (27/L)3,

2 Ly’
Aki= T Aoy = AoclAaong:() A%k
L 2n
o . L\3
D 3 () /d3k. (D.11)
oy,0,03=0 ZTC
Introducing the Fermi momentum
V2
ke = ;"SF , (D.12)

the density and kinetic energy density are now easily evaluated using spherical co-

ordinates,
L\ [ 4 2
no—<2n) [ako -1k S

ki
=32 (D.13)
T,(V) L\ [ 4 2 n2k?
== d’kO (kg — |k|) = ——
4 (27:) / ke = [k) 155,
n* ks
= Tomm " (D.14)
Finally, one can invert the relation between ng and kp,
ke = (3n2ng)'” | (D.15)

to end up with the desired relation between the kinetic energy density #; and the
density no,

(V) K (3m%ny)>/>
= . D.l
v 10m2m (D.16)

Is
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In order to apply this result to atoms, Thomas and Fermi (TF) relied on the lo-
cal density approximation discussed in Sect. 4.3. In this approximation the energy
density #,(r) of the actual inhomogeneous system is replaced by the energy density
of the electron gas, Eq. (D.16), evaluated with the local density n(r). The complete
kinetic energy is then given by

212/352
TTF — 73(3710) f /d3rn(r)5/3. (D.17)
m

S

This expression is manifestly a density functional. As it is derived from the non-
interacting gas it represents an approximation for the Kohn-Sham kinetic energy
functional Ti[n], introduced in Sect. 3.1.

The total energy functional of Thomas and Fermi neglected all exchange and
correlation effects, so that only the direct Coulomb repulsion (Hartree energy) and
the coupling to the external potential remain,

E™[n) = T [n] /d3 /d3 ! ,| +/d3rVext n(r). (D.18)

Applications can be based directly on the variational equation (2.38), reflecting the
minimum principle (2.28). The welcome feature is the fact that the variational ap-
proach reduces the many-particle problem to a form which is independent of the
particle number.

Considerable effort was expended in order to improve this model. The first and
most important step was the inclusion of exchange by Dirac in 1930 [131]. Dirac
followed the path of Thomas and Fermi and considered the exchange energy of the
uniform electron gas. The exact exchange energy of the gas in the cubic box of
volume V = L? has the form

E (V) = ——2 Y O(er—£)O(er — &)
l] 1

/d3 /d3 /¢z ro ¢j(r6)¢]( )¢i(r6). (D.19)

r—r|

Insertion of the states (D.8) of the uniform gas yields for the exchange energy per
volume element (after an appropriate shift of # by r)

Ex V l'(ka—kp)*r/
‘(/ ):—eQZO(kF—|ka|)@(kF—|kﬁ|)/d3r’eL?. (D.20)
P I

ex =

One can now use the fact that for L — o the summation over all integers ¢ can be
replaced by an integration over k, Eq. (D.11), to obtain

Ik [ dq T
_ 2 3 /€
e = 0 [ G55 | G Ok — kDO ke — g [ oo
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Next, the #-integration can be carried out by introducing a suitable intermediate reg-
ularization factor e /"'l in the integral and taking the limit u — 0O after integration
(compare Eq. (4.144) and the subsequent discussion in Sect. 4.4.1),

&k d’q 4z
2
. ——— | —=O(kp— |k|)O(kr — |q|) —— . D.22
o= [ G | Grp @Kol —lal = s D)
One now first performs the g-integration. Choosing the z-axis of the coordinate sys-
tem for g so that it is parallel to k, the g-integration can be done in spherical coor-
dinates,

ek oo [ e :

ex = —;/W (F_ )/0 q aq 1 COS( )k2+q272kqCOS(9)
2
e

kg kg
= — kdk dq [In|k — q| —In(k .
o5 |, kdk [ adg [in kgl ~In(k+q)
The remaining integrations are straightforward, after splitting the range of the inner
integration over ¢ into the subregimes [0,k and [k, kg],

62

—Hkg : (D.23)

ex —

Insertion of the Fermi momentum (D.15) then leads to

é? 4/3
e =~ (3n%n) . (D.24)

Using the local density approximation, one finally arrives at the density functional
3(3 2\1/3 2
EP[n] = — %/d%n(r)‘% . (D.25)

EPIn] is an approximation for the exact exchange energy functional Ex[n] of DFT.
As is clear from its construction, EX[n] is nothing but the LDA for exchange,
Egs. (4.99), (4.109), in modern terminology. Adding this term to the energy (D.18)
constitutes the Thomas-Fermi-Dirac model.

The next step towards extending the TF model was taken by von Weizsacker in
1935 [174]. Von Weizsacker observed that one can express the kinetic energy of a
single particle in terms of the density. In fact, if there is only one particle bound by
some potential, the corresponding ground state orbital

¢i(ro) = @o(r) xs(o)

may be chosen real, so that its kinetic energy may be written as!

! The surface term does not contribute in the partial integration since a normalizable orbital decays
sufficiently rapidly for |r| — co.
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—nV? [V gy (r)]2
_ 3 * . _ 3 YOV
Ty = G;l/d ro; (ro)———¢i(ro) = /d re . (D26)

The corresponding density is given by

n(r) = Y, ¢i(ro)? = o(r).
o=1,1

Insertion into (D.26) leads to the von Weizsacker functional

2 2
Vi) = % / d%% . (D.27)

This density functional also represents the exact kinetic energy in the case of a
noninteracting 2-particle system in which both particles occupy the same orbital
@, but have opposite spins. 7,""[n] thus agrees with the exact 7;[n] of Kohn-Sham
theory for a single particle and a spin-saturated pair of two particles.

The expression for 7,"V [n] also indicates how the TF kinetic energy can be ex-
tended in order to better account for the inhomogeneity of real systems: obviously,
the gradient of the density is the simplest purely density-dependent measure of the
inhomogeneity in a many-particle system. The only parameter-free expression for #
which (i) depends only locally on Vr and (ii) does not depend on the characteristics
of the external potential (as for instance on some preferred axis) is the functional
(D.27). It is thus no surprise that a systematic derivation of gradient corrections for
the kinetic energy, either using some form of the so-called commutator expansion
[173] or following the lines of Sect. 4.4, leads to an expression which differs from
7.YW[n] only by an overall prefactor A = 1/9 (for all details, including higher order
gradient corrections [175, 733, 194, 195, 734], see Chap. 5 of [7]). Adding AT,"V [n]
to E™[n] + EP[n] constitutes the Thomas-Fermi-Dirac-Weizsicker model.

Without going into detail, we list some further extensions of the TF-model:

e First correlation contributions were introduced by Wigner as early as 1934 [138]
(see Sect. 4.3.4).

e Gradient corrections to the Dirac exchange energy were calculated subsequently,
but were found to lead to a divergent behavior for small and large separations
from the nucleus in atoms—compare Sect. 4.4.3.

Nonetheless, the endeavors to improve TF-type density functionals were essentially
abandoned until recently, since the explicitly density-dependent representation of T
used in these models does not allow to reproduce shell structure.

Renewed interest in functionals of the type (D.1) has been stimulated by the N3-
scaling of the Kohn-Sham approach with system size: if one wants to perform calcu-
lations for truly large quantum systems without any periodicity or other symmetry
(e.g. disordered solids or huge (bio)molecules), an N3—scaling is still prohibitive. In
this case use of a kinetic energy density functional (KEDF) is highly attractive. In
view of the limitations of the TF-type semi-local functionals a fully nonlocal ansatz
is chosen for modern KEDFs [735-749]. The general form of these approximations



D Explicit Density Functionals for the Kinetic Energy: Thomas-Fermi Models and Beyond 443

is?
T[] = 7. [n] + 7V 1]
22(2,7212/3
“r% /d3rd3r/n(r)awaﬁ (ﬁy(r,r’),r— r/) n(r/)ﬁ . (D.28)

with the 2-body Fermi wavevector

[(Mzn(r))yﬁ + (3n?n(r'))"? v (D.29)

2

(the structure of (D.28) can be motivated by scaling arguments [750]). By construc-
tion the functional T"[n] can be exact for the electron gas with Vn = 0 and for
a 2-particle system, if the density-dependent kernel w is chosen appropriately. So,
obviously one has the requirement

wap (Eyr—r) =0

in the electron gas limit. Moreover, in order to recover the exact linear response re-
sult for the weakly inhomogeneous electron gas, Eq. (4.156), the kernel has to satisfy
a differential equation, which allows to determine its shape. In fact, this differential
equation can even be solved analytically [749], which, in spite of the nonlocality
of &,(r,7’), leads to an N1n(N) scaling of the computational effort with the system
size. KEDFs can therefore provide the basis for multiscale modelling.

Selfconsistent calculations with KEDFs are usually based on pseudopotentials.
The pseudopotentials have to be local, as projecting out part of the all-electron
Hilbert space is not possible, if no states are involved. However, an accurate de-
scription by local pseudopotentials can only be expected for simple metals. Ap-
plications of KEDFs to bulk aluminum, aluminum surfaces and aluminum clusters
[742, 743, 746, 749] demonstrated that the functional (D.28) accurately reproduces
the geometry, energetics (including vacancy formation) and density profiles of the
full Kohn-Sham solutions. In particular, one finds very accurate results for the rel-
ative energies of different crystal structures [746]. KEDFs perform even better for
sodium [742, 743].

2 Sometimes, even several nonlocal kernels of the form (D.28) are superposed [745],

zl;,laﬁ (n(r)® WapB n(r’)ﬁ> )

in order to allow for more flexibility. In this case Y.,3 Aqp = 1 is required.



Appendix E

Asymptotic Behavior of Quasi-Particle
Amplitudes

In this Appendix the asymptotic behavior of the quasi-particle amplitudes f,
Eq. (3.104), for the case of finite systems is extracted from the differential equation
(3.112). One starts by noting that a multipole expansion of the interaction w(r,r’) is
legitimate for large |r|, as (P} “Ha(r )WV decays exponentially for large |r/|—
only bound states k are of interest, so that |‘{’£’ ~1) represents a localized wavefunc-
tion which vanishes exponentially for large |r|. Restricting the discussion to the
Coulomb interaction, one has

2 2 -
w(r,r’)ee{lJrrrler...}. (E.1)

r=r| |r|

Insertion into the nonlocal term in Eq. (3.112) leads to
z/d*r w(r, ) (PY YAl ) Y1) fi(ro)

=T |Z{ 6k1+| ek (P 1|/d3r’r’ﬁ )|\P§V—1>}fl(ro)
+o(|r| 7). (E.2)

The kernel of the first order term is exactly the operator of the dipole moment,
i):ez/d3rrﬁ(r). (E.3)

A multipole expansion is also possible for the external potential. Using again the
Coulomb form, one obtains

Ze?
7| Ir

e
Vext(F) = = ) o = — = ZzaezRa +... 1 Z=Y7Zy, (E4)
o |r _Ra‘ | o
where Z, and R, denote the charge and position of nucleus o. Insertion of (E.2)—

(E.4) into (3.112) yields the asymptotic differential equation for the f,
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{_h2V2 _(Z-N+1)é&

r
o ] —ha)k}fk(rc)+|r|3~;Dk1ﬁ("0)_0~ (E.S5)

All electronic and nuclear dipole contributions have been absorbed into Dy;. The
asymptotically leading term of the potential in (E.5) is the spherically symmetric
monopole term. The general solution of (E.5) thus has the form

[r|—ee

fk(r0'> — [Zciﬁ Ylm(Q)] ero‘*le*OCko‘r7 (E.6)
Im

with coefficients cf{"g, Brs and o4 which remain to be determined. Insertion into
(E.5) gives

2% I(I+1 Z—N+1)e?
0= ZYIm(Q){ [ _ ( + ) +22% (Fl(l)k-f— (r—’—)e)] Cé’g_rﬁkc
Im

or2 2

— 2% % . sz’l c% yPno e(akda"")’} e Yol (E.7)
r

n

As all f; are coupled by the dipole moment matrix elements Dy, and these matrix
elements do not vanish for k # n, all f; must have the same exponential decay.
This statement can be verified by reductio ad absurdum. Assume that there is one
amplitude f;, which shows the weakest decay, i.e. 0t;6 < Oyc for all k # g. Now
consider the asymptotic equation for k # ¢. The dipole contribution of f;, dominates
this asymptotic equation, i.e. the sum over n breaks down to the single term with n =
q. Due to o — 0ty > 0, however, this term diverges exponentially, thus requiring
cf]’g = 0. One ends up with a contradiction, so that all o must be identical. The
same result is found for Hartree-Fock orbitals [751], which also satisfy coupled
equations of the type (E.5).
With o = 05 Eq. (E.7) reduces to

Bro(Bro — 1) toPi I(1+1)

ozlznmm){[ olBo 1) _y00bio | gy NAY)
m
Z—-N+1)e?
+2hﬁ2 (ha)k+( r+ Je )}c%rﬁk"
m r
255 =Y Dy, i o } : (E.8)
n

Consider now the amplitude ¢ with the largest exponent S,

Bio > Bro Yk#q. (E.9)

In the asymptotic equation for f; the dipole term is suppressed by 1/r with respect
to the two leading orders. Consequently one obtains
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) m m (Z—N+1)e?
o-=-2—w,; = —_— E.10
° not Pao =152 /—2ha, (E10)
The largest exponent is therefore found for the smallest |ay|, i.e. for g =0,
—2may  /2mIP m (Z—N+1)e?
O = = ; =4 53— E.11
o \/ 7 A ﬁOG h2 /7_275(00 ( )

All other & must be suppressed relative to this leading amplitude by a factor of
1/r%, in order to satisfy the asymptotic equation. Only in this case can the leading
contribution of the dipole term be compensated by the leading contribution of the
remaining terms in the asymptotic equation (E.8) for all states k # 0,

0= ¥in(Q) {2h(a)k — @)l pPro — 2% -Dygclm phoo } (E.12)
Im

(as Bog > B for n > 0, the sum over n breaks down to a single term). One ends up
with

Bioc = Bos +2 Vk>0 (E.13)

and the coefficients c% have to satisfy
r
0= Yin(@2) {ex — wn)efts =~ Drocly | - (E.14)
Im

Equations (E.6), (E.11), (E.13), (E.14) determine the asymptotic behavior of all f;.



Appendix F

Quantization of Noninteracting Fermions in
Relativistic Quantum Field Theory

This Appendix summarizes the quantum field theoretical description of noninteract-
ing spin-1/2 particles. In particular, the quantization procedure is reviewed, empha-
sizing the close relation between the minimum principle for the ground state energy
and the renormalization scheme. At the same time this Appendix provides the back-
ground for the field theoretical treatment of the KS system, i.e. Egs. (8.76)—(8.89).
For brevity, we use i = ¢ = 1 in this Appendix.

The starting point is the classical field theory characterized by the Lagrangian

L) = L) + L) = V00 [0y —mt V@] ). (D)

where V#(x) is a given, stationary external potential. V# may either represent some
nuclear potential or a composite object as the total KS potential v£'. The orthonormal
eigenfunctions of the corresponding classical field equations will be denoted by ¢,
the associated single-particle energies by &,

[—iot-V+ Bm—eo,VF (x)] ox(x) = e i (x) . (F.2)

A sketch of the eigenvalue spectrum resulting in the case of an attractive V* is
shown in Fig. F.1. It consists of a continuum of negative energy states with energies
below —m (i.e. —mc?), a continuum of positive energy states with energies above
+m and a countable number of discrete levels in between (which are at least twofold
degenerate in the case of time-reversal invariant systems).

In the first step one has to quantize the classical field theory. The standard canoni-
cal quantization via equal-time commutation relations for the fermion field operator
s yields

s (x) = Y by (x)e 4 W (x) = Y blo) (x)e (F.3)
k k

where the sums run over all negative and positive energy solutions of (F.2) and the
operator-valued expansion coefficients by satisfy the commutation relations
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\ negative continuum

Fig. F.1 Eigenvalue spectrum of noninteracting fermions in attractive potential.

{Bk,ial} - {BLB}} -0, {bk, } S (F4)

by destroys a particle in state k, so that s (x) destroys a particle at point x and time
t. The canonical Hamiltonian obtained from (F.1) by insertion of (F.3) is given by

A, = /d3x 9 ()| — 0V - B — ey, V4 (3)] 91 (1)
=Y eabby = Y abb+ Y ebjb, (F.5)
k

g<—m —m<§g;

while the canonical charge operator reads

/ dx P () (x ZbTbk S b+ Y biby. (F.6)

g<—m —m<E

A naive application of Fermi statistics would require that all levels below the Fermi
energy &r are occupied for the ground state |®g) of this system. This would imply
that, in addition to a finite number of discrete levels between —m and &, all negative
energy states are filled,

o= [T 5i10). (F7)

E<EF
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where |0) denotes the vacuum with the property that by |0) = 0 for all k. Obviously,
H is not bounded from below for this kind of state and the charge (®g|Qs|®;)
diverges.

The well-established solution to this problem is the reinterpretation of the neg-
ative energy states as unoccupied antiparticle states with positive energy —&. The
annihilation of a particle with & < —m via by then has to be understood as the cre-
ation of an antiparticle and vice versa, which is reflected by a redefinition of the
negative energy annihilation and creation operators,

dy:=b} df = by Vk with & < —m. (F.8)

Equations (F.3), (F.4) then take on the forms

- {cik,d}} - {d”,[,d?} - {dA,((T),BET)} —0 (E9)

—~
ol
T
il
——
|
—
S
~—r
S
~
—
|

{Bk,fﬁ} = {d},df} = Sy (E.10)
W) = Y digx)e ™+ Y bugp(x)e (F.11)
&§g<—m —m<E

so that Js(x) now annihilates a unit of charge at point x and time ¢, rather than a
particle. The vacuum must be redefined accordingly,

bl0) =0 Ve >-—m, di0) =0 Ve <-—m, (F.12)

in order to ensure that neither a particle nor an antiparticle is present in the state
|0s). The ground state of the N-particle system is then simply given by N particles
added to this vacuum,

)= [ bilos). (E.13)

—m<g,<ep

Insertion of (F.8) into the Hamiltonian yields

I:IS: 2 Skd,\kd:"‘r 2 gkl;);l;k

g<—m —m<g;
= Y (~e)ddi+ Y ebbi+ Y e, (F.14)
g<—m —m<g; &g<—m

so that one finds as ground state and vacuum energies,

(Dy|H| D) = Y &, O5|AJ05) = Y & (E.15)

& <€p g<—m

Due to the simultaneous redefinition of the negative energy states and the vacuum,
Eq. (F.12), the Hamiltonian is still not bounded from below. Its boundedness must
be implemented by a renormalization of the energy scale, i.e. by explicit subtraction
of the vacuum expectation value of FIS,
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HSI,R := H, — (05|H[05) = <q)S|1:15/,R“Ds> = z &. (E16)

—m<€<€f

For this renormalized Hamiltonian one can then immediately establish a minimum
principle, since any admixture of a single-particle state above € to the N-particle
state leads to a well-defined energy which is higher than (®|H ; |®;). Moreover, if
one adds an antiparticle to |®;), the resulting energy is at least m (i.e. mc?) above the
ground state energy (in the noninteracting theory a particle-antiparticle pair cannot
annihilate). The same procedure is applied to s,

Ol :=0s—(0,0sl05) == X dide+ Y bjbx (E17)
g<-—m —m<§g
= (D|0\R|P) = Y, 1, (F.18)
7m<£k§81:

which directly illustrates the opposite charges of particles and antiparticles. The
subtraction of the vacuum expectation values in (F.16) and (F.17) is equivalent to a
normal-ordering of the creation/annihilation operators in Hy and Q.

The operators (F.16) and (F.17) are finite at this point, but they do not yet show
the correct behavior under charge conjugation. Each individual field operator (F.11)
transforms as [530, 531]

V() = C (0CT = n.CV, (v) C=ipy (F.19)

(T =transposition) with an unobservable phase 1., so that charge conjugation re-
orders the field operators in the current density,

Cgﬁ( )')/ull/s z V/su )ﬁg%oblpj,c(x)

a,b,c=1
= [Pru] o] (F20)

The proper transformation behavior of the current density operator, Eq. (8.23), thus
requires the presence of both possible operator orderings, which leads to the anti-
commutator form (8.22). For the charge operator one then obtains

y _ %/d%[lffi(m W (x)] = % {%Zm {d,\kyd:} +_’;£k [B};,i}k} } . (R21)

This more appropriate form of Qs also leads to a more symmetric form of the coun-
terterm (05|Qs0s) in the renormalized charge operator Ofg,

A N A A 1
Q/s/,R:QS_<OS|QS|OS> <05Qs|os>:2{ 2 1— 2 1}- (F.22)

g<—m —m<g
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In the case of the homogeneous vacuum with V# = 0 each state with energy & > +m
has a unique counterpart with energy &, < —m, so that the sums on the right hand
side of (F.22) cancel each other and (0s|Q;|0;) vanishes.

One can proceed in a similar way for the Hamiltonian,

A P —

_;{ Y aldod]+ Y a [iaz,i)k}}. (F23)

g§<—m —m<E

As the vacuum expectation value does not vanish,

N 1
<O§H§|Oq>—2{ Z E — Z Ek}; (F24)

g<-—m —m<g;
the renormalized Hamiltonian is not identical with Hs,

U =B~ (OJA05) = — Y, edjdi+ Y eb]by. (F.25)

g<-—m —m<§

The operator (F.25) measures the energy of a given state |®) with respect to the
vacuum |0Os) in the presence of the external potential. In the noninteracting situation
these energy differences correspond directly to the “observable” ionization energies.
However, the operator (F.25) does not yet reflect the fact that the vacuum energies
resulting from different external potentials are not identical (Casimir effect). The
differences between vacua corresponding to different V,, are most easily seen on
a local scale: the vacuum expectation value of the current density operator (8.22)
reads

<Osf“(x)os>=;{ 2 @70 — X )7 ol )} (F.26)

g<—m —m<E€;

While the net charge of the vacuum is zero, (F.26) shows the local polarization of
the vacuum by the external potential. The corresponding energy difference becomes
relevant as soon as the total energies associated with different external potentials
are to be compared, as in the case of the HK theorem or the KS selfconsistency
procedure. For such comparisons one needs a universal vacuum energy standard for
which one chooses the vacuum |0p) of the noninteracting system with V# =0, i.e.
the homogeneous vacuum with (0| j* (x)|0p) = 0,

1;()’1(|00> =0 Ve&g>-m, dA()’k|OQ> =0 Vg<—m. (F27)
The corresponding field operator will be denoted by ¥,
Pox) =Y djdox(x)e 0K+ N bosdos(x)e 0 (F28)

g<—m —m<E
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where the single-particle orbitals ¢ and eigenvalues &y are the standard free
plane-wave spinors and energies [531]. The final renormalized Hamiltonian is de-
fined as

N

Hg := Hi —<00|1310|00> H”R+<0 |H|05) — (00| Ho|00) (F.29)
/d3 g —la V+ﬁm) o (x )} (F30)

Unfortunately, there is a price to be paid for this universal definition of the energy
scale. While the expectation values of (F.25) are automatically finite, the same is not
true for (F.29). In order to understand the mechanism which leads to divergences,
let us consider the energy of the perturbed vacuum with respect to the homoge-
neous vacuum (often called Casimir energy) within perturbation theory. The basic
elements of the perturbation expansion are the Green’s function of the perturbed
vacuum,

iGy(x,y) = (05| T W (x) W, (y)[0s) (E31)
N Y oe(x) g (y)e ")
—00°-2%) Y x)g(y)e ") (F.32)

and its unperturbed counterpart G,
iGy(x,y) = (00| T Yo (x) Yo ()[00) (F.33)

(the explicit form of G9 isidentical to (F.32) with ¢y and & replaced by ¢ « and & ;).
With these Green’s functions the energy of the perturbed vacuum can be expressed
as [752]

(04| Hy z|05) = — i /d%;gl‘s w[( =iy Vem+ el @) Gixy)]
i [ dxlim, tr[(—iy~v+m)G8(x,y)}, (F.34)

where the symmetric limit,

, (E.35)
(x=y)2=0

1
limszf( im + lm )

y—x y—x,y0>20 y—x,y0<x0

is a consequence of the anticommutator form of A. Similarly, one can write the
current density of the perturbed vacuum as

(041 (3)104) = = i lim (G ()] (F36)
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For further analysis one can utilize a perturbation expansion of G$ (x,y) in powers of
the external potential, which is easily written down in terms of Feynman diagrams,

G= A + %«X +§ + o (F37)

Here the solid line represents G2, the wavy line the external potential and the dot
denotes the vertex, i.e. in real space one has' (including labels)

iGY 4 (x,y) = y,b —— x,a (F.38)
VH(x) = x, 11 ~A~~X (F.39)
Y
ey, = )Z\ : (F40)
a b

where z represents the coordinates of the two Green’s functions and the potential
linked at the vertex (F.40), a, b are the spinor indices of the Green’s functions and
is the Minkowski index of the potential. As usual, integration over the coordinates
and summation over the spinor and Minkowski indices attached to all internal ver-
tices is implied in all composite diagrams as those of Eq. (F.37). After insertion of
(F.37) into (F.34) and (F.36), one realizes that the symmetric limit induces so-called
loop diagrams, as e.g.

ie (0| (x)]0s) = ©+va>< + m +.... (F41

The evaluation of these expressions involves a loop-integration, either in real space
or, after Fourier transformation, in momentum space. While the first and third dia-
gram in (F.41) vanish (Furry’s theorem), one identifies the second loop as the lowest
order contribution to the vacuum polarization function (irreducible 2-point function)
of standard vacuum QED (i.e. interacting fermions without external potential). This
function is ultraviolet (UV) divergent, i.e. the loop integration diverges for large four
momenta, when performed in momentum space. This introduces an UV-divergence
in the current density and energy of the perturbed noninteracting vacuum: within
a perturbative treatment it does not matter whether the external potential or the
quantized photon field creates virtual electron—positron pairs. As a consequence,
a UV renormalization procedure is required to keep (Os|H;r|0s) and(Os|j* (x)|0s)

! Note that these Feynman rules follow the relativistic standard [531], rather than the nonrelativistic
standard. The choice (F.38)—(F.40) avoids that additional factors of i have to be assigned to a
diagram by some explicit rule.
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finite. Fortunately, the corresponding counterterms are completely determined by
the renormalization scheme for the Green’s functions of interacting vacuum QED
without external potential. We are thus led to consider standard QED in some detail,
which is the subject of the next Appendix.



Appendix G
Renormalization Scheme of Vacuum QED

In this Appendix we review the renormalization scheme of vacuum QED without
external potential, i.e. of the Lagrangian (8.11) with

VH(x) =0 G.1)

and the system being in the state with zero net charge. This summary not only
serves as an introduction of the basic concepts of UV renormalization, as e.g. the
counterterm technique, but also provides a number of explicit results used in the
Appendices H and I. In fact, all counterterms required for inhomogeneous systems
with non-vanishing current density can be extracted from the study of the vacuum
Green'’s functions of QED without external potential: neither the presence of a per-
turbing external potential nor that of bound electrons introduces any new feature
or new parameter. An explicit illustration of this statement has already been given
in Eq. (F.41) for the case of a noninteracting inhomogeneous system. Further exam-
ples will turn up in the analysis of the homogeneous and the weakly inhomogeneous
electron gas in the Appendices H and I, which also provide the background for the
discussion of the existence theorem of relativistic DFT in Sect. 8.3. For brevity, we
use i = ¢ = 1 in this and the other Appendices dealing with relativistic many-body
theory.

The basic vacuum Green’s functions to which we restrict the subsequent dis-
cussion are the fermion and photon propagators as well as the (reducible) vertex
function,

Gy(x,y) = —i(0|T Y (x)W(y)[0) (G.2)
DY (x,y) = —i(0|TA* (x)A" (v)|0) (G.3)
GV (x,y,2) = — (0| T (X)W ()AH (2)]0), (G4)

where |0) denotes the vacuum of the interacting theory. Note that we have defined
the photon propagator without any prefactor of %, which is most suitable for the dis-
cussion of renormalization (but differs from the definitions (8.83) and (H.8) which
are more adequate for the discussion of RDFT).
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The standard approach to the calculation of such Green’s functions is perturba-
tion theory with respect to the electron—electron coupling constant o = e?/(fic).
This procedure results in an expansion of the vacuum Green’s functions of the in-
teracting system in terms of vacuum expectation values of the noninteracting field
operators y and Ag (see e.g. [531]). For instance, for the electron propagator one
obtains

(00| o (x) ¥ (v) explie | d411TAfo(Z)17A40(Z) Y (2)1100)
(00T explie [ d*zo(2)fo(2)¥0(2)][00)

where |0p) is the noninteracting vacuum introduced in Eq. (F.27). In addition, the
Feynman dagger notation,

Gy(x—y)=—i ) (G.5)

A=Ay, (G.6)

has been used. Analogous expressions are obtained for DY and G\(,Z’l)” . The actual

expansion of all vacuum expectation values of the type (G.5) in powers of ¢? is con-
trolled by the Feynman rules resulting from the application of Wick’s theorem. The
basic ingredients are the noninteracting fermion propagator G%, Eq. (F.33), the non-
interacting photon propagator ng, Eq. (8.83), and the bare fermion-photon vertex
(F.40) (together with the loop integrations and the fermion loop sign rule). It is this
perturbative framework in which the concept of renormalization is usually formu-
lated and we follow this standard.

Due to the translational invariance of QED without external potential, the situ-
ation is most conveniently analyzed in momentum space. The corresponding four-
dimensional Fourier transforms can be written as

d'p —ip-(x—y)
Ge(x—y) = / G © Ge(p) (G.7)
uv d'q  igmy) pv
D (v=y) = [ e e i g) G®)
2,1) d*p d*k

GE,# (x’y, Z) = / (275)4 (2”)4 efip-(xfz)*ik.(zfy) Gs,zul)([%k) (G.9)

This leads to loop integrations over four momenta rather than space-time coordi-
nates (as in (G.5)), with four momentum conservation at the vertices. In momentum
space the noninteracting propagator G, Eq. (F.33), is given by

+m 4
p -

. ~0 .
=]l——= .1
iGp) =i (G.10)

As discussed in Sect. 8.2 the form of the free photon propagator ng(q) depends
on the choice of gauge. In Sects. 8.3-8.7 Feynman gauge (A = 1) is used, for which
DY), is explicitly given by
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DYy (q) = D(q°) guv (G.11)
—Ar

D(%) = : 12

(q°) 7 in (G.12)

For the present purpose, however, Landau gauge is more adequate, which corre-
sponds to the choice A = oo,

q
iDy(q) =i <guv - q;f“) DY) = unrnrv . (G.13)

It seems worthwhile to emphasize that all covariant gauges can be handled by the

same basic renormalization scheme. As (0|7 Yo (x)W(v)Af (2)|00) = 0, the first

non-vanishing contribution to Gs,z’l)” is found in first order of e,

G (p,k) = =DY, (p—K)GY(p)ey* GO(k). (G.14)

Its core element is the simple vertex (F.40) in momentum space,

T
1iq
iey* 2m)*8W(p—k—q) = /&\ (G.15)

p k

(the arrow above ¢ indicates that this four momentum is supposed to be outgoing
from the vertex, so that the argument of the §-function is the sum over all incoming
four momenta—in momentum space a direction has to be assigned to each interac-
tion line).

In the first step of the analysis the relevant Green’s functions are expressed in
terms of their irreducible kernels [753], the electron self-energy X, (p), the vacuum
polarization tensor @y v (g) and the irreducible vertex function I3 ; (p, k). The con-
nection between these quantities is provided by Dyson equations (see e.g. [531]),

Gy(p) = GY(p) +GY(p) Z.(p) Gu(p) (G.16)
Dyuv(q) = DYy () + D%, (q) 00 (4) Dy 1(q) (G.17)
G (p,k) = —eDy v (p— k) Gu(p) [y + 1) (p,K)] Gy(K).  (G.18)

The relations (G.16)—(G.18) separate the nontrivial higher order contributions in the
perturbation expansions from trivial multiples of lower order terms, thus isolating
the essential information contained in the Green’s functions. These relations become
particularly simple if (G.16) is rewritten in terms of inverse propagators,

Gy(p) ' =G (p) ' = Zy(p) = p—m—Z(p), (G.19)

and if the tensor structure of 4’ (¢),
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ot (q) = (¢°8" — q"q") o (q?), (G.20)
is used in (G.17),
HqgY —4r
foiod :<“V—qq> . G2l
Ot 7 ) @[l +4nay(q?)] (G20

The renormalization program of QED starts with and is most easily illustrated
for the first order. The lowest order contributions to the three relevant irreducible 2-
and 3-point functions read

-z (p) = p—q q

d4
=& [ GaiD(@ 7 Glo—a)7 G2)
\%
—lwv(lﬁv(q) =p P—q
U
2 d4P 0 0
=—e / 2 ﬂ)4tr Gy (p) W Gy(p—q)] (G.23)
k—q
el (p.k) = g
P—q

3 d4q 0 0 0
=—€ /(2ﬂ)4Dpv(‘1)Vva(P*Q)Vqu(k*Q)YV- (G.24)

Insertion of (G.10), (G.13) shows that these integrals diverge for large loop (four)
momentum. As these divergences result from the high energy regime they are called
UV-divergences—for brevity we ignore all problems related to the infrared (low
energy) regime. In order to establish a well-defined theory one first of all needs a
regularization scheme which suppresses these divergences at all intermediate steps
of the evaluation. Of course, this regularization must preserve the complete structure
of the theory, in particular the Ward-Takahashi identities, which link the irreducible
kernels (see e.g. [531]), as for example

(pu—P' O (p,0) = Z(p) = Zu(p) (G.25)
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0
LHp,p) = —=——X,(p). G.26
= (p,p) ET% (p) (G.26)

For the present discussion we use dimensional regularization [754], in which all
integrals of the type (G.22)—(G.24) are evaluated in a reduced number of d dimen-
sions, rather than the 4-dimensional Minkowski space (after Wick rotation in order
to obtain integrals in Euclidean space—the details of this scheme are not relevant
at this point). The results evaluated for integer d are then analytically continued to
non-integer d, which then allows their extension to the physically interesting limit
d — 4. Using the abbreviation A = (4 —d)/2 one finds for the integrals (G.22)—
(G.24)

2

e
I (p) = L (A) (= +4m) + 20 () (G.27)
62
o\ (9) = (4 uv —duav) (WF (4)+ wv(,lﬁme(qz)) (G.28)
2
e
L (pok) = =T (A)+ T (P2 (G.29)

Here I'(A) denotes Euler’s I'-function, in which the UV-divergences have been
isolated,

o 1
r) 229 YRR

and Z(l)

v finite’ ot and [V represent the finite parts of the irreducible ker-

v, finite v, finite,u
nels in which the limit d — 4 can be taken directly (the detailed form of Zv(lﬁ)mte,

wi}gni[e and varlizlite, u is not relevant in this context). The UV-divergences now man-
ifest themselves as simple poles in the deviation of the space-time dimensionality
from d = 4. On the other hand, all other irreducible n-point functions are finite from
the very outset (to first order).

The next step is the actual renormalization procedure. The crucial observation
for both the physical interpretation as well as the technical success of this step is the
fact that the divergent contributions to the three relevant functions have the same
structure as the corresponding free propagators and the free vertex: the divergent

part of Ev(l) is just proportional to j and m, but not e.g. to p?, the divergent part of
a)v(lﬁv has the same tensor structure as ng, Eq. (G.13), and the divergent part of FVEL)
is proportional to the free vertex ¥, (but does not depend on momentum). For this
reason the divergences can be absorbed into a redefinition of the constants m and e
as well as a modified normalization of the field operators in the original Lagrangian.
Given the form of this original, unrenormalized Lagrangian, Lynren (W, A*,m, ¢), the

renormalized Lagrangian is usually written as

N ~ Zle
= <Zunren Z 5 Z A#7 - , . G.30
Kr=24 <\/ 2,/ Z3AR m 6mZZ\/Z> (G.30)
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The renormalization constants Z;, Z,, Z3 and 8m have to be interpreted as functions
of the finite true physical charge e and mass m of the electrons. The relation between
these quantities remains to be determined order by order in the perturbation series.
In other words: the original fields and parameters in % e are no longer interpreted
as the correct physical fields and parameters, but rather as bare, unrenormalized
quantities,

Uy (x) = V220 (x) (G.31)
A} (x) = V234" (x) (G.32)
ep = NG e (G.33)
my, = m—6m, (G.34)

so that the renormalized Lagrangian can be reformulated in terms of the bare quan-
tities,

K= funren(ﬁ’bAA;:'ymbveb) . (G.35)

The structure of the theory, which e.g. expresses itself in Dyson equations and Ward-
Takahashi identities, remains completely unchanged, due to the form invariance of
the Lagrangian under the renormalization prescription. The renormalized Green’s
functions, i.e. the vacuum expectation values of { and A“, are now obtained as

Gyr(x,y) = —iZy "(O|T ¥, (x) W, ()[0)

=7, Gy(x,y,ep,mp) (G.36)
Dy% (x,y) = —iZy '(0|TA} (x)A} (v)[0)
= Z;' DV (x,y,e5,mp) (G.37)
G M (x2) = ~2y 23 PO (0, ()AL (2)10)
= ZEIZ;I/ZGSZ'W(xay,Zaeb,mb)~ (G.38)

In these relations it has been indicated explicitly that the unrenormalized Green’s
functions resulting from the Lagrangian (G.35) initially depend on the bare param-
eters ¢, and my,.

In order to determine the unknown renormalization constants one needs some
normalization conditions. These conditions result from the basic physical require-
ments for the Green’s functions: in order to describe real fermions, which satisfy
the dispersion relation p? = (p°)? — p?> = m? with the finite experimental mass m
in the presence of the virtual photon cloud, Gy r(p) should reduce to the form of
the free propagator G2(p) with physical mass m for on-shell momentum p? = m?,
i.e. should have a simple pole with residue 1 for p> = m>. If X, is expressed as a
function of g —m (using 1}2 = p?) and the physical parameters,
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2 (p.ep,mp) = Y, Zule,m)(p —m)", (G.39)
n=0

the renormalized inverse propagator can be written as
Gyr(p) =22 [57" —Zo(e,m) + (p —m)(1 = Zi(e,m))

— i Z(e,m)(p — m)"] . (G.40)

n=2

For Gy r(p) to have a simple pole at p? = m?, however, one must have

om = Xo(e,m) = Zv(p,eb,mb)’/ﬁm (G.41)
d —1
2= (1-ifem) ! = (1= Ln e ) . G

Only this choice guarantees that the higher order terms in the propagator itself are
finite for p?> = m?. In fact, insertion of (G.19), (G.39), (G.41) and (G.42) into (G.36)
yields

Gur(p) = [22(GUp,my) " = Z(p,ep,mp))]

-1
Go(p,m)”! (1 —GY(pm)Z2 Y, Zale,m) (P~ m)”> 1

n=2

=

k
:2<G° p,m ZzZZ e,m) ()} — m)) Gy (p,m)

k=0
ptm pf+m ptm

= Z > Zu(
pzfmz"'p 22 (e,m)(p —m)" 7m2+

_ pHAm

Nz sem)G—my2| - ...

T piml

Given the renormalized Green’s functions, one can also define the corresponding
renormalized irreducible kernels,

Gok(p)=p—m—Zyr(p). (G.43)

The additional contributions to the renormalized Green’s functions resulting from
renormalization are usually called counterterms. From Egs. (G.40), (G.43) one ex-
tracts as counterterms to the self-energy,

Zvr(P) =2v(p)+A%(p) , AZ(p) = —20m+(1-2)(p—m), (G44)
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so that Xy R satisfies the normalization conditions

d

0, @ZvﬂR(p) 0, (G.45)

Z:v,R (p)

p=m - p=m -

which should be interpreted in the spirit of the expansion (G.39) as
Zor(e,m) =X r(e,m) =0.

One proceeds in the same fashion for the other two divergent functions. In the
case of the massless photons the renormalized propagator must have a simple pole
at g> = 0, which allows the determination of Z3. Combination of (G.37) with (G.21)
leads to

MgV —4r
o o (v 4 G.46
vr(2) (g 7 ) Pll+4nor(g?)]’ @4

with @y r defined by
L +4novr(q?) = Z3 [1 +4may (g ep,mp)] - (G.47)

The zero mass pole requirement is thus satisfied, if

—1
7 = [1+4n0(@ =0.e0m)| =  oR(@=0)=0. (G48)

Consistent with Eq. (G.20), one then defines the renormalized irreducible polariza-
tion tensor as

o'y (q) = (4" —¢"q") ovr(q®). (G.49)
Finally, the renormalized irreducible vertex function is defined via the Dyson equa-
tion (G.18),

GoL (k) = —eDryv(p—K)Gyr(p) [1' + Rk (0, 0)] Gur(k),  (G.50)

using the renormalized propagators (G.36), (G.37). Combination of (G.50) with
(G.38) and (G.33) then leads to

e [P+ TP )] = Zie [+ R (p.koenms)] (@G51)
which allows the formulation of a normalization condition for Z;. On the mass shell,

P = m, the vertex function must reduce to a pure vertex with physical charge e, in
order to reproduce the Coulomb interaction for well separated electrons,

=12 (V” +Fvu(P7P7eb7mb)‘/rm> = k) o =0. (G52
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Using the Ward-Takahashi identity (G.26) and the expansion (G.39), one can ex-
plicitly verify that the resulting Zj,

1 -1
Zl =1+ Zyul—\‘/u (papaebamb) ’f)—m:| ) (G53)

is identical with Z;, Eq. (G.42).

As perturbation theory on the basis of (G.35) yields the irreducible functions
in terms of the bare parameters, the expressions on the right-hand sides of (G.41),
(G.42), (G.48) and (G.53) are obtained by use of (G.33) and (G.34), so that they
themselves depend on the renormalization constants. Renormalization thus has to
proceed in a recursive fashion, i.e. order by order in perturbation theory.

Explicit results are easily obtained for the first order. Use of (G.27), (G.40) gives

(1) (-1 ¢ e
GvA,R(P) =2 {ﬁ<l+4nF(A)> mb<1+nr(A)>
o \g}fgnite(p’eb’mb):| . (G.54)

One now expands the right-hand side of (G.54) consistently to first order, using
7 = 1—|—Z§l)+...andmb:m—Sm(l)—i—...,

2 2
(W) V-1 s _ 3¢ N e (1)
G,r(p) om 4nF(A)m+(¢ m)(1+4nF(A)+Zz >
72\<f,lﬁ>nite(pa e, m) . (G.55)

The conditions (G.41), (G.42) or, alternatively, (G.45), then give

3¢ 0

) _ _
om 471t F(A)m—'—zv,ﬁmte(p?am)’/ﬁm (G56)
2
O d
Z 47-5F(A) + dy Zv,ﬁnite(pveam)‘p:m . (G.57)

From Egs. (G.44), (G.56), (G.57) one extracts as first order counterterm to the self-
energy,

3¢?
Ax(p) = ~ 3T (@)m =2y (p.em)

m

2
d
#| @)= S el

41 - @ 'v,finite ] (? - m) . (G.58)

p=m

Similarly, Zs = 1+ 2" + ... is determined by (G.28) and (G.48)

Z) = —_r(a) (0 hiela® =0)=0) . (G.59)

v, finite
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The associated counterterm for wv(}ﬁv results from (G.47) and (G.49),

(1) e

Aoy v(q) = —(q"8uv = auav) ;55 T (A).- (G.60)

Finally, the vertex correction is renormalized by
ALY (p.k) = 2y (G.61)
z}) = —%F(A) P Tieu(ppem) (G

At this point, all Green’s functions are finite to first order. At the same time, all
symmetries of the theory have been preserved, which may be checked by verification
of (G.26) for the renormalized functions.

This procedure can be repeated for all higher orders of perturbation theory [531],
after discussion of overlapping divergences, which occur for instance in the diagram

Note that all artificial divergences resulting from use of e, and my;, inside the finite
parts of the Green’s functions or from multiplication of finite terms with Z§1) etc
are eliminated by higher order contributions to the renormalization constants. No
further details are given at this point, as the first order provides all explicit results
required for our discussion of RDFT.

The final form of the renormalized Lagrangian of QED is

L = ZW(x) (ia —m+ Sm+ el (x)+ eA(x)) (%)

% g fuv LA (5 v )
B (P () - 22 (2A ) (G.63)

where we have now reintroduced the external potential V# in order to indicate that
it has to be renormalized in the same spirit as the quantized photon field: this is
immediately obvious if one analyzes the Lagrangian (G.63) in terms of perturbation
theory with respect to V#. The renormalization constants are thus uniquely deter-
mined by vacuum QED without any external potential, so that they do not depend on
the specific V# present. If one bases the perturbation expansion on the Lagrangian
(G.63) all vacuum Green’s and n-point functions of the theory (defined in terms of
the physical fields {r and A*) are UV finite.



Appendix H
Relativistic Homogeneous Electron Gas

In this Appendix we summarize some properties of the relativistic homogeneous
electron gas (RHEG) in order to illustrate the renormalization of ground state
energies (indicated in Sect. 8.2) and to provide the background for the RLDA
(Sect. 8.8.3) as well as for the relativistic gradient expansion (Appendix J). For
simplicity we restrict the discussion to the unpolarized RHEG (for details of the
polarized RHEG see [546] and references therein).

The basic concept of the RHEG follows that of the HEG, introduced in Sect. 4.3—
the RHEG consists of an infinite electron gas with density ng plus a neutralizing pos-
itive background charge density n, = ng, which suppresses long-range Coulomb di-
vergences. Now, however, the electrons and their interaction are treated on the level
of the QED, i.e. the Lagrangian (8.11) with V¥ = 0.

As in the preceding Appendix we use i = ¢ = 1.

H.1 Basic Propagators

We start by noting the basic differences between the perturbative treatment of the
RHEG and that of vacuum QED, discussed in Appendix G. While the Hamiltonian
of the RHEG, A™ is identical to that of vacuum QED, the ground state |'P¢) of the
RHEG represents a gas of electrons with finite density ng, in contrast to the ground
state |0) of vacuum QED. As a consequence the fermion propagator,

G(x,y) = —i(Wo| TW(x) W (y)|Wo) , (H.1)

differs from G, already on the noninteracting level. In momentum space the nonin-
teracting fermion propagator of the RHEG is given by

G'(p) = G(p)+Gi(p) = G_(p)+G+(p) (H.2)

ptm

Ga(p) = 2mid(p" — Ep) =
P

O (ke —|pl) (H.3)
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pP_+m -1
G7 pr—
V) =3, P+E,—in
_ P +m[O(pl—ks) Ok —|pl)

= H.5
G+(p) 2E, |P-E,+in  pPO—E,—in] (H-5)

(H.4)

where E, = /p? +m?, p!. = (£E,,p) and the Fermi momentum k is related to
the electron density ng of the RHEG as in the nonrelativistic case,

G

no

Two alternative forms for G° have been listed, the first one emphasizes its relation
to the vacuum propagator G%(p), Eq. (G.10), the second one indicates its decom-
position into positive energy (G.) and negative energy (G_) contributions. In the
nonrelativistic limit the upper left part of the matrix G (p® +m, p) goes over into
the standard nonrelativistic electron gas propagator. Note that due to charge conser-
vation the density of the RHEG is not changed by switching on the electron—electron
interaction, so that ng also represents the density of the interacting RHEG. Equation
(H.6) thus also relates the interacting density to the noninteracting kr. Diagrammat-
ically the full G°(p), Eq. (H.2), will be represented by

iGO(p) = =fp— (H.7)

in the following. The other two basic elements of perturbation theory, the nonin-
teracting photon propagator and the simple vertex, remain unchanged. However, it
seems worth pointing out that the full photon propagator

Dyv(x,y) = —ie*(Po|TAu (x)Ay (y)|Wo) , (H.8)

and the full vertex function do not: in the case of the RHEG not only virtual electron-
positron pairs screen the bare interaction but also virtual electron-hole pairs. Note
that we have introduced an additional factor of ¢? in the definition (H.8), as com-
pared with the definition (G.3). This reflects the fact that it is more convenient for
the subsequent discussion that the corresponding free propagator ng approaches
the Coulomb interaction in the limit ¢ — oo.

H.2 Response Functions

Most information on the RHEG which is required in the present context is contained
in the response functions of the RHEG. In our notation the time-ordered current
response functions (n-point functions) are defined as

A Gt n) o= (=) (PO T8 gy (x1) - 8 Fy (n)[Fo) (H.9)
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with the operator & fy for the induced current given by

5]4\“(1‘,)') :fu(t7r)7<\P0‘fH(tvr)‘\P0> :fll(tar)ijl-l(r)' (HlO)

For the time-independent systems of interest here a partial Fourier transformation
of ){;([f?__“n is advantageous,
do dw,
2r ) 2nm
x2wd () + ...+ w,)

(n)
1

X,u Un (t1>r1;~ . -tnarn) = e 1O Onln

<A (O, 71 @, 7) (H.11)

The static response functions utilized in Appendix I are then obtained by taking the
zero-frequency limit,

A () = 2 (@ = 0,715 0, = 0,7,). (H.12)

For the case of the RHEG further Fourier transformation is useful,

- 73 - 13
(n) 0 : 0 — d 91 d qn_ir,- +...+irg-q,
i doriicdiom) = [ e [ oo

x (2m)*6% (g, +...+q,)

X i (@1, 0) (H.13)
Current conservation then implies the transversality of )(l([ll) u, With respect to all
arguments [755],

@ (@1 q) =0 Vi=1,.n, H19

This relation is easily established in real space. For brevity, we only consider the
linear response function explicitly,

I o) (x,y) = —i(o|T [9"8 ] (x)] 6 v ()| ¥o)
—i8(x" = y°) (0|8 jo(x) 8 v () — 8 v (¥)8 o (x) o) -

Now the first term on the right-hand side vanishes due to current conservation
(which is also valid on the level of the operator), the second term vanishes due
to the vanishing equal-time commutator,

[0 X)), 0 (1,3)y) | = [0

(1, 0) (1, ), 7' (1,9) 0 (1,3)| = 0.

The proof of (H.14) for higher order ¥ proceeds analogously, with the difference
that all possible time orderings have to be taken into account in the second term. In
the following the connected contributions of the y "), for which all external vertices
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are linked to each other in some way, will be denoted by xc("), while the linear
response function of the RHEG will be abbreviated by ;.

The latter function has a simple relation to the Fourier transform of the full pho-
ton propagator (H.8),

Dyuv(q) = DYy (q) + D%, (9) 2P (9)D5, (q) - (H.15)

This relation can easily be established on the basis of the equivalent of (G.5) for the
photon propagator. In analogy to Eq. (G.17), one also finds a Dyson equation for the
response function y*V,

2" (q) =TT (q) + 1P (q) DY, (9) 2™ (q) - (H.16)

Note that the present definition of the irreducible 2-point function IT*" differs from
that used in Appendix G (w"") by a factor of ¢”. As already indicated in the discus-
sion of (H.8) it is more convenient for the present purpose to associate the factor of
% emerging from each pair of vertices in the perturbation expansion with the photon
propagator than with the polarization insertion.

As a consequence of (H.14), (H.16) ITH" also satisfies the transversality relation
quI1""(q) =0, (H.17)

which determines the tensor structure of ITHY. In fact, there are only two indepen-
dent (4 x 4) polarization tensors which comply with Eq. (H.17),

, 1 22 2.0
Pﬁ‘(f])—((q)»q”j) (H.18)

7’ \°4q" (¢°)*d'd’
1 /0 0 .
V(o) = — Lo ij_ s,
PT (Q) q2 (O ngl] +qzq1) (g 5[/) (H19)
auP)r(a) = avFl)p(g) = 0. (H.20)

IT*V can therefore be written as

I (q) = A" (9)ITL(q) — Py () TTr(q) - (H.21)
For convenience, we note some useful properties of PI’j /VT,
Pt (@R a) = Pl ) (H.22)
Pr ()P (@) = Pryl (a) (H.23)
Pyt ()P () = 0 (H.24)
2
q
R’ (@PLo" (@) = =5 R (9) (H.25)
u
P (q)+ P (g) = g — L1 (H.26)
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Pl (g) =1 (H.27)
Pt (q) =2. (H.28)

If one decomposes IT*" into its vacuum (v) limit (obtained for |¥y) — |0)) and a
remainder (the electron gas component—d),

m*¥(q) = }" (q) + I (q) (H.29)
I (q) = I, a(q) +1I1,(q) (H.30)
ITr(q) = Ira(q) — Iy(q) (H.31)

the vacuum contribution can be recast in the tensor form (G.20), with the polariza-

tion function I1, given by
2

Iy(q) = 37 ay(q). (H.32)

If one uses the polarization tensors (H.18), (H.19), the free photon propagator (G.13)
and the longitudinal and transverse polarization functions I /1, the Dyson equation
for " can be resolved as

1 (q) = HL—@)P“V(q)

_ ITr(q) pHv
1—D%(q)I.(q) -

T D0 Ih(g) T @) (H.33)

where, according to the modified definition (H.8), D is given by (G.12) times an
additional factor of ¢.

The full photon propagator D*V can now be obtained from Eq. (H.15) by inser-
tion of (H.33). For a discussion of the renormalization of D"V it is instructive to
rewrite the resulting expression in terms of the full vacuum photon propagator,

_ D)
1-D%g)Iy(q)

Insertion of (H.30) and (H.31) into (H.33) plus subsequent use of (H.34) allows a
decoupling of the screening effects due to vacuum polarization from those originat-
ing from the actual electron gas,

Dy(q) (H.34)

R e i e A

At first glance this form seems to suggest that D*V is UV-finite as soon as Dy is
replaced by Dy g defined by Egs. (G.46)—(G.48). However, I 1 4 also contains UV-
divergent subgraphs. The following 2-loop contribution may illustrate this point,
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If one replaces G° by G2 + Gg one recognizes that besides the obvious pure vacuum
loop absorbed in Dy, also mixtures between the first order vertex correction loop of
the vacuum, Eq. (G.24), and Gg—type propagators occur. The counterterms required
to keep such subgraphs finite are, however, completely determined by vacuum QED:
similar to the renormalization of overlapping divergences, each vacuum subgraph in
a (larger) non-vacuum diagram has to be supplemented individually by its associated
counterterm (this also holds for multi-loop vacuum subgraphs).

For the discussion of inhomogeneity corrections to the RLDA one also needs the
inverse response function x,j\}. However, Xﬁvl (g) can not be an inverse of Y,y (g)
in the conventional understanding of an inverse matrix, as the transversality relation
(H.14) requires

¢ Hun(@) 2P (q) =0,
which is not compatible with

Xuv(@)x VP (q) = g’ -

In the present context y ~ 1"V (q) is therefore defined to satisfy

p ud’

- (H.36)

Xuv(CI)X_LVp(CI) =8u

When multiplied with a quantity for which the transversality condition g, f* =0
holds, ¥ ~1VP behaves like an ordinary inverse. For this type of inverse one obtains

X (g) = —Dg) g + 1T (g) (H.37)
1 1

vy — L v L puv, H.38

(@) M)~  Th(q) " -

The product of (H.37) with v, Eq. (H.33), can be shown to satisfy Eq. (H.36) by
use of (H.22)—(H.24) and (H.26).

As far as explicit approximations for the polarization functions I jt are con-
cerned, only very little is known even in the static limit. The complete frequency
dependence is available for the noninteracting limit I'IS)T, i.e. the relativistic gener-

alization of the Lindhard function [620, 756]. In addition to its vacuum part (G.23)
one has

4

) (q) = —i/(gT’;ﬁf [ G(p) wG(p—q)]
[ d'p 0 0

i [ S o )0 Gl =)

4
i/mtr [Vy Gg(p)VvGS(pfq)] .
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Héfﬂv is sometimes called the no-sea limit of the full H‘(L(l,)—quite generally the no-
sea approximation Iy ;v is defined by neglect of all those contributions to a closed
fermion loop which do not vanish in the limit kg — 0. This no-sea form is not
identical with the result of the more frequently applied no-pair approximation. The
latter approximation amounts to neglecting the negative energy states completely.
In the present context projecting out the negative energy states at all steps of the
calculation is equivalent to a complete neglect of the negative energy component

G_(p) of the fermion propagator,

[ d'p
M) 7 =i | s b G () % G (0= @)] = Moplun(@)-

For subsequent use we note the long-wavelength expansion of the static limit of

),
11°(0.q) = —mz‘;" {1 - % {1 —I—Zgarsinh(ﬁ)} 0. } (H.39)
H%)g(o, ) mgn { - %%arsinh(ﬁ)Q2 +... } (H.40)
1{3(0,q) = sz%Jr..., (H.41)
where O = |q|/(2kg) and
ﬁ=W; n=(1+p)". (H42)

Beyond the noninteracting limit only the vacuum part of the 2-loop contribution to
the polarization function has been evaluated [757, 758]. In addition, the screening
length IT; 4(0,0) is related to the energy density via the compressibility sum rule
[759],

d2

dl’l(z) l‘s(no) +exc(n0):| =
so that the long wavelength limit of higher orders of I, 4 can be obtained from the
associated contributions to the energy density. Finally, in the context of the quark-
gluon gas the high temperature limits of certain classes of higher order diagrams
have also been examined (see e.g. [760]). These results are, however, only of limited
interest in the present context aiming at 7 = 0 and m > |q].

1

—_— H.43
T1.4(0,0)" (H.43)

H.3 Ground State Energy

The exchange-correlation energy of the RHEG constitutes the basis for the RLDA.
At the same time, it provides an instructive example for the application of the renor-
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malization procedure described in Appendix G. We start by emphasizing that the
ground state energy is defined with respect to the vacuum energy as in (8.56) with
VH =0 (compare [621, 755]),

ERYEG — (35| H"™ W) — (0|A"™(0) + AE™™, (H.44)

where (0™ |0) is the energy of the interacting, homogeneous vacuum and A E"o™
represents the counterterms required to keep ERHEG UV-finite. In the case of the
electron gas Eq. (H.44) is applied on the level of the energy density, rather than the
infinite energy itself.

The kinetic energy density #; of the noninteracting RHEG can be evaluated with-
out application of the UV-renormalization procedure [761],

ts(m0) = (ol [W(x), (=7 V4 (1 =7)m ) o) || o)
(0] [#), (=i V+ (1= 1)m) ()| 0)
= i lim, tr[(_iy.v+(1—yo)m)cg(x—y)}
- % @,(B) (H.45)
0.(8) = 52 | (Bn*+ B0 —arsion(B)) - 1° (H.46)

(the electron rest mass has been subtracted). The Hartree (electrostatic) energy of
the RHEG vanishes, if one takes the neutralizing positive charge background into
account. Following closely the derivation of Eq. (4.88), the xc-energy of the RHEG
can be written in terms of a coupling constant integral over the current—current re-
sponse function [618, 538],

€xc nO 2/

xiw is given by (H.33) with the coupling strength ¢ replaced by A2, xé‘ X repre-

@) |1 (@) =y (@) + A (147)

sents its vacuum limit and Aeho™

terterm AEP™,

The first order term (in e?) in (H.47), i.e. the exchange energy of the RHEG
(according to Eq. (8.92)), is the simplest energy contribution for which the UV-
renormalization is nontrivial. The basic problem associated with the renormalization
of energies (rather than Green’s functions) is that energy expressions can not be
rewritten entirely in terms of renormalized n-point functions. At least one overall
loop integration remains to be treated separately (the g-integration in (H.47)). As an
additional complication, this outermost loop integration often leads to overlapping
divergences. An example for this statement is provided by the exchange energy,
which is obtained if the full x/‘{ Y in Eq. (H.47) is replaced by its noninteracting limit

is the energy density corresponding to the coun-

IOV Visualizing the resulting integral graphically,
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—2iex(ng) = @ - @ > (H.48)

one realizes that three divergent 1-loop subgraphs contribute to the electron gas

loop,
) = @ _

uv =

@ . (H49)

While the UV-divergence of the HF(L(‘)/)-subgraph is eliminated by the subtraction of
the vacuum exchange energy in (H.48), the two (identical) self-energy subgraphs
require additional counterterms. As one is facing overlapping divergences in (H.48)
each divergent subgraph has to be renormalized individually. Of course, only the
vacuum contribution to £!) requires renormalization,

i 4 v
extm) = 5 [ %Dﬁv@ O (g) — 174 (g)]
4

—i / é;}ltr Gpazp)] . (H.50)

The second line represents the lowest order contribution to the UV-counterterm
AeM®™ . As discussed in detail in Appendix G, the self-energy counterterm AZV(I) is
defined so that the renormalized vacuum self-energy X, r, Eq. (G.44), satisfies the
standard on-shell normalization condition (G.45), i.e. on the 1-loop level one ob-

tains (G.58). Using the decomposition of GY, Eq. (H.2), ex(ng) can thus be rewritten
as

4 4
() = 5 [ Gk [ G vl [Ghp+ a1 Gy

[ dp 1
i [ Gt Gz (H51)
The second term on the right-hand side vanishes according to Egs. (H.3), (G.45),
(F+m)zr(p)] , ,=0.
pe=m

Consequently, the standard renormalization scheme eliminates the vacuum correc-
tions to ex(ng) completely. The first line of (H.51) can be evaluated straightfor-
wardly [618-620],

ex(ng) = eyRMES (ng) @y (B) (H.52)
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RS (ng) = —— ki (H.53)
o ()= 1-2 |1 w)] H.54
(B) = -3 B—Warsm B)| - (H.54)

Moreover, using the decomposition of the photon propagator into the Coulomb and
the transverse interaction, ex(ng) can be split accordingly [535, 620],

eS/T(no) _ NRHEG(nO) C/T(ﬁ) (H.55)
(pc(ﬂ) § 3}%+£arsmh(ﬂ)
) 1 rsinh 2
-3 (55 o
ol (B) = é — 3}% — ﬁarsmh(ﬁ)
2 inh(B) >
3;4 a(n) — (Z_afsgz(ﬁ)) , (H.57)

The UV-renormalization procedure is particularly involved for the correlation
energy e, which we also discuss here for completeness. Most of the counterterms
provided by Ae"™ are, however, included if the basic expression (H.47) is rewritten
in terms of the renormalized response function xﬁi,

exc nO 2/

(the exchange energy has not been subtracted). The only remaining divergence (to
be eliminated by A&"™) now originates from the outermost loop integration in
(H.58). It can be explicitly discussed within the so-called random phase (or ring) ap-
proximation (RPA) in which I'l /7 is approximated by its 1-loop contribution HIE /)T
[618, 762]. Insertion of Eq. (H.33) into (H.58) then gives

RPA Q)HIEO)(Q) . ( )1 éo( )
“xe 2/ / —aD(q)11” (q) 21+/1D°(q)17( (9)

9) |5 (@)~ 2y, (@)] +adm @Hss)

7R(q) + Aéhom,RPA
( .

The coupling constant integration can be performed directly, if Eqs. (H.30), (H.31)
and (H.34) are used,
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i
K o) =~ [

5354 [n[1-Dur(@)11(q)]

+2In [1 +Dyr ()11 (q)} } £ AGOmRPA (1 50)

At this point it is convenient to define the vacuum-screened exchange energy,

i [ d4q —hom
ex,s(”o) = 5/ W {DV,R(‘DHIE?(;(C]) _ZDV,R(CI)HTOQ(Q)} +Aeho 7RPA7 (H.60)

which requires renormalization similar to its unscreened counterpart. After subtrac-

tion of ey 5 from eRPA one obtains for the correlation energy [762]

eEIS’A(nO) — _;/(;lj;])‘l [ln [l —DV,R(Q)HL(,(B(q)}

+21In [1 +DV,R(q)HT(°§ (q)]

+Dv,R(C1)HL(,)3(q) - 2DV.R(q)H§?(} (q)] . (H.61)

This expression is UV-convergent as it stands, as the lowest order diagram included

in (H.61) contains HS)T 4 already two times.! Finally, one can define the no-sea
approximation of (H.61) by neglecting all screening effects due to vacuum polariza-
tion. Decomposing the result into a Coulomb and a transverse component, one ends

up with

. d4
X m) = —3 [ a1 -P @@+ 0@} He)

d4
LR ) = i [ e {m| D@ @) - D@ | e

eg {IE’RPA (np) has been evaluated numerically for arbitrary ng [538, 622]. The high-
density (ultrarelativistic) limit of eRPA is given by [618, 621]

c,ns

P (1) Skt (319 361 e4k§( 7.796+...), (H.64)
ens VRO) T 2t \2 1274 ’

where o is the fine structure constant.

In order to arrive at the RPA+, which we understand as the combination of the
RPA with the remaining second order (") contributions, the two second order ex-
change (SOX) diagrams,

! After Wick-rotation of g in (H.61) one e.g. finds HSB (ig0,9) ~ (¢* +¢3)" and Hv(gg(iqo, q) ~

(q> +q3)In|g* + g3| for large ¢° and |g| so that two factors of HSE (i¢°,q) together with the two
photon propagators are sufficient to ensure UV-convergence of the outermost loop integral.
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OHOo-

have to be added to eRPA. In contrast to the nonrelativistic situation the two right-
most diagrams do not vanish. Both types of diagrams require renormalization be-
yond the subtraction of their vacuum limit indicated in Eq. (H.65). The density
dependence of these diagrams is not known completely. In the ultrarelativistic limit
one finds for the sum of both graphs (the individual contributions are not gauge

invariant) [621]
474

SOX ek
—(—3.184£0.12 H.66
e (mo) o= Tt ). (H.66)
so that ¢39% amounts to roughly 40% of the RPA in this limit.
One can also analyze the 2-loop contribution to the screened exchange (H.60),

which (in our definition) is beyond the no-sea approximation. Its ultrarelativistic

limit is [621], s
2) e kF kF 11
— In(2— ) ——|. H.67
exs (m0) p>1 1274 [n( m) 6 ( )

In the limit of very high densities e)(fs) thus dominates over all other known xc-energy

2)

contributions. However, the densities required for eys to be of the same order of
magnitude as eRPAT are extremely high, kg/m =~ 10°, so that efs) is not relevant for
electronic structure calculations.

No calculations of e. beyond the RPA+ are found in the literature.

H.4 Ground State Four Current

After the extensive discussion of the ground state energy little remains to be said
concerning the ground state four current of the RHEG. Due to norm conserva-
tion, the interacting current must be identical with the current of the noninteracting
RHEG, that is n g"°, in real space. If one expresses the current expectation value in
terms of the interacting propagator (H.1),

(Woljiu() o) = — i lims r [G(x. )]
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one realizes that all higher order contributions resulting from the perturbation ex-
pansion of G must cancel order by order. This will be demonstrated explicitly for
all first order vacuum contributions. To first order one obtains diagrammatically

o (o () ¥o) = © . @ . O\M@ .

One first observes that in the pure vacuum limit, G — Ge, all loops vanish, as at
least one part of the graph is a fermion loop with an odd number of vertices (Furry’s
theorem)—only mixtures of vacuum subgraphs with non-vacuum components can
contribute to j*. Moreover, the right-hand first order diagram need not be consid-
ered any further, as in addition to the electronic charge density the neutralizing pos-
itive background charge density has to be coupled to the polarization graph. Con-
sequently, all diagrams containing tadpoles do not contribute. One is thus left with
the vacuum subgraphs in the remaining first order diagram. Two vacuum subgraphs
are identified, the vertex correction (left part) and the self-energy (right part). How-
ever, after renormalization the vertex correction vanishes on the mass shell due to
the normalization condition (G.52). Therefore the combination of this vacuum sub-
graph with the remainder of the diagram, i.e. the product I g Gg, is zero. Similarly,
the vacuum self-energy is proportional to (j —m)? on the mass shell, Eq. (G.45),
so that products as GgZV,RGS vanish. Consequently, after renormalization the terms
containing vacuum subgraphs give no contribution to the four current, as required.
It is obvious that the argument given also applies to higher order contributions. The

necessary counterterms will be denoted as A jﬂ"m,

Ju = (Yol Ju (x)[Wo) + A ji™ = noguo - (H.68)

As in the case of Ae™™, A jﬁ"m is determined by the renormalization of all relevant
vacuum subgraphs.



Appendix I

Renormalization of Inhomogeneous Electron
Gas

In order to prepare the discussion of the relativistic generalization of the HK-
theorem in Sect. 8.3 we finally consider the renormalization procedure for inho-
mogeneous systems, i.e. the full Lagrangian (8.11). Since the underlying renormal-
ization program of vacuum QED is formulated within a perturbative framework (see
Appendix G), we assume that the perturbing potential V* is sufficiently weak to al-
low a power series expansion of all relevant quantities with respect to V#. Within
this approach one can explicitly derive the counterterms required for the field the-
oretical version of the relativistic KS equations, i.e. for the four current and kinetic
energy of noninteracting particles. In this Appendix again 7z = ¢ = 1 is used.

The first quantity of interest is the four current & j*(r) induced by V*(r). The
perturbation expansion of 0 j* with respect to V# can be written as

8ju(r) z n! /d3 /dgr”xcﬂﬂl IR STPON )

n=1
X VR (ry) . VI (r,) + AjO™(r), (L.1)
where xc(rﬁl u, Tepresents the static, connected response functions of the RHEG
(for their precise definition see Appendix H) and A j}fhom denotes the counterterms
which keep § j;, UV-finite. Of course, 6 j* satisfies current conservation,

dubj*(r)=V-8j(r)=0, /d*rﬁj = (1.2)

which is directly related to the transversality of )Cc(ﬁl .., displayed in Eq. (H.14).
The induced current (I.1) is automatically UV-finite if the expansion is based on
renormalized response functions, i.e. A ]mh"m just sums up the terms required for

the transition from the unrenormalized xé ;21 ..ui, to their renormalized counterparts.

Introducing an expansion of A Jmh"m in powers of V# one thus has
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. > (—e) n
sipon = 3 5L o syt
n=1 .
x VA (ry).. . VH(r,), (I.3)

where A xﬁ?,,#ﬂ represents the counterterms which keep the connected response

function xéfﬁl ...u, Of the RHEG finite.

It is instructive to analyze A j}?hom for the noninteracting limit of (I.1). Using the
notation of Egs. (F.39), (F.40) and (H.7) and taking into account the fermion sign
rule, the induced current is given graphically by

ied /) = O\/\x + O::j(( + O%( L (14)

(the multiplicities resulting from different ordering of vertices in case of the higher
order response functions with n > 2 compensate the prefactor 1/n! in (I.1)). While
the noninteracting 3-point function, i.e. the second graph, is UV-finite due to Furry’s
theorem, the noninteracting 4-point function (third diagram) is UV-finite due to its
transversality and all higher order response functions are overall convergent. The
only divergent term to be examined is contained in the first diagram. The counter-
term for the vacuum component of )Q(lo&, Xv(?p)w = H\E?ﬁv = a)v(oﬁ)w / 2, has been de-
rived in Appendix G. Using dimensional regularization, one obtains Eq. (G.60) as
counterterm to the lowest order 2-point function and thus after Fourier transforma-
tion,

1272 2

if Coulomb gauge, V-V (r) =0, is used.

The second quantity of interest is the energy shift resulting from the perturbing
potential. This shift can be evaluated by use of the coupling constant integration
technique with respect to V*. If one scales the associated Hamiltonian (8.43) by A,

A () = = F(4 d)vzvu() (L5)

He () = —le/d rjH (r), (1.6)
one obtains for the corresponding renormalized ground state energy

E(A) = (Yo(A)|A"™ 4 Hexi (1) W0 (1))
—(0|A™™|0) + AEMO™ 4 AEThOm (Y (L.7)

Here [Wo(A)) denotes the ground state of the scaled Hamiltonian A™™ + Hey((1).
AE"™™ provides the counterterms which, together with the vacuum expectation
value (0|H"™|0), keep E(A) finite for A = 0. AE™°™(1) contains all remaining
counterterms. The energy of actual interest, corresponding to A = 1, can be ob-
tained by coupling constant integration, following the scheme in Sect. 4.2.1. Using
proper normalization for all A,
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(Wo(2)[Wo(2)) =1,

one obtains by differentiation of (I.7) with respect to A and subsequent integration
fromOto 1,

1 .
E( = 1) = ERHEG fe/ d?L/d3rj“(/l,r) Vi (r) + AETom (3, = 1).
0

In this expression j*(A,r) stands for the ground state current resulting for the cou-
pling strength A,
JE 1) = (Fo(A)[J*(r)[¥o(4))

and ERHEG = E(1 = 0) is to be understood as renormalized (AE"™ has been ab-
sorbed into ERHES) Insertion of (I.1) then allows to perform the A-integration,

E = EXE0 ¢ [ @ (¥(4 = 0)| (1) ¥o(2 = 0)) Vi (r)

< (o) )
+ Zz(n!)/d3r1 "'/dSFﬂ%C(vljlmlln(rlr-.rn)

' x VR (r) ...V (ry)
+AEhom (1.8)

At this point one can examine AE™°™ in more detail. Its component linear in V¥,
AEhom — —e/d3rAE£ll)V’“‘(r) +O(V?),

has to keep the current expectation value of the unperturbed system, i.e. of the in-
teracting RHEG, finite,

(P0(0)|u ()P0 (0)) + AES = no guo. (L9)

It agrees with A jﬁ"m defined via Eq. (H.68). As discussed in Appendix F, A jﬁ"m
vanishes in the noninteracting limit. All higher order ingredients of AE™°™ are de-
termined by the renormalization of the xéfﬁl ..ip- The counterterm AE inhom ¢ there-

fore closely related to A jﬁ‘h"m, Eq. (1.3),

agmon = 55D [ [ agl) ri,on)

= nl
x VR (r) .. Vi (r,),  (1.10)
where A xﬁl) =A jﬁ"m has been introduced for brevity. The only counterterm on the
noninteracting level, corresponding to (L.5), is given by

(0),inhom 62 4—d "3 2y/1
AE(©)inhom _ r(=° /drV”(r)VV (r). @11

24x2
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The total energy counterterm (I.10) can be decomposed into contributions to the
individual energy components. Again this can be demonstrated directly for the non-
interacting case. Here the total energy is just a sum of the external potential energy,

Eex = —¢ / dPrVy(r) [6"%ng + 8 j* (r)] + AED ™™ (L12)
which, consistent with (1.5), requires the counterterm
2 .
0),inh e 4—d )
AE)inhom _ _ 1271:2F <2> /d3rVﬂ(r)V VHE(r), (I.13)

and the noninteracting kinetic contribution 75 which absorbs the remainder of (I.11),

2472

The first order counterterms (I.5) and (I.11) are an explicit manifestation of the fact
that, quite generally, A j* and AE™°™ are completely determined by the external
potential and the average density ng of the weakly inhomogeneous system. Only
these two quantities enter Egs. (I.3) and (I.10). The resulting dependence of A j# and
AE™POm o VH is obvious, while that on ng results from the multi-loop contributions
to the response functions.

. 2 -
ATSmhom _ € r (42d> /dg’rvﬂ(r)VzV“(r). (1.14)



Appendix J
Gradient Corrections to the Relativistic LDA

While the RLDA for Ex.[j] is based on the xc-energy density of the RHEG,
Eq. (H.47), the expansions (I.1) and (I1.8) allow the derivation of systematic correc-
tions to the RLDA. Restricting the discussion to the linear response contributions,
Eq. (I.1) reduces to

8" (q)=—ex"V(¢"=0,9) Vi (q), J.1)

with the total current given by j* (x) = nog"? + & j*(x) (response functions are al-
ways understood to be renormalized in this appendix, so that counterterms are not
displayed explicitly; i = ¢ = 1 is again used). Using the inverse of y*V, Eq. (H.36),
one can rewrite (J.1) as

%pu (0.9)8/"(q) = —eVp (), d.2)

where Coulomb gauge has been utilized. With Egs. (J.1) and (J.2) the second order
(V?) contribution to (I.8) can be rewritten as

3 3
s~ —e [ SL 8 @V~ 3 [ 50 @ i 0,008 ().

After insertion of the result (H.37) for the inverse response function,

3 3
SEMR — —e/ a4 6j“(q)Vu(‘1)+%/(jﬂ(§3 8" (q)D°(~4*) 8ju(~a)

(2n)?
1 &
=3/ Gy 8@ 0.0 8 (=), (4.3)

one can identify the first term as the linear response contribution to Eex, Eq. (8.82),
the second one as the induced Hartree energy (8.84). The third term represents
the inhomogeneity corrections to the kinetic energy (5TLR) and to the xc-energy
(SERR). 8T is obtained from the noninteracting limit of IT, (¢,0), so that the two

contributions can be separated easily. Utilizing the tensor structure of HN’Vl (g,0),
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Eq. (H.38), as well as current conservation, g - j(q) = 0, one arrives at

1 [ dq [6/°0q)8,°(—q) j(q)-j(—q)}
STR 4+ §ER = —_ T4
S HOES =5 <2n>3{ m0,q) = g J Y

where 0j(q) = j(q) has been used.

In the next step one extracts that component of (J.4) which is part of the RLDA.
This procedure involves only the & j°-dependent term in (J.4) and follows closely
the discussion of Sect. 4.4.1. For the weakly inhomogeneous gas of interest an ex-
pansion of the RLDA energy to the order (8;°)? gives

' di, dexe .
— /d3r |:ts(n0) +exc(no) + (d:l‘o(no) + dfzo (no)) §;°(r)
1 [ d%, d?ey. .
3 o)+ 5 () 8P+ (.5)

The first order term in (J.5) vanishes due to norm conservation, Eq. (I.2). The second
order term can be rewritten by use of the compressibility sum rule (H.43),

TSRLDA[I’Z() + 6_]0} _’_E)I({CLDA [nO + 5]0]

_ [ 1 [ dq 3j°(q) 8)°(—9)
= [drist) tecmol 3 [ 55 .0

(J.6)

The second order term in (J.6) has to be subtracted from the complete inhomogene-
ity correction (J.4) as it is already contained in the RLDA,

- _ 1 dq ) 1 1 )
67—.‘8LR+5E)I(ACR = _E (271.)3 {6J0(q) |:HL(O,q) - HL(0,0):| 5]0(_q)
i(@)i(—9q)
T h(0.g) } 07

Equation (J.7) explicitly demonstrates the current-dependence of relativistic den-
sity functionals. However, at this point §7-R and SELR are given as functionals
of ng (inside ITy /1) and & 70, but not yet as functionals of the complete density
7% = no+ 8°. Two paths can be followed towards the construction of actual den-
sity functionals: on the one hand, one can rewrite (J.7) as a fully nonlocal den-
sity functional utilizing either that j%(x) — j%(y) = 6,°(x) — 8,/°(y) [6, 85] or that
Vj%(x) = V§,°(x) [158] (compare Sect. 4.4.2). On the other hand, one can restrict
oneself to a long-wavelength expansion of the response kernels in (J.7), assuming
0" (q) to be strongly localized around g = 0, i.e. 6 j*(x) to be rather delocalized.
The latter approach leads to gradient corrections.



J Gradient Corrections to the Relativistic LDA 487

However, due to the limited information available for the relativistic polarization
functions I /1 no applications of (J.7) to Ex. have been reported so far. In order to
illustrate the basic scheme of the gradient expansion we therefore consider 7. After
insertion of (H.39) and (H.40) into (J.7) and subsequent Fourier transformation one
finds

7,2 72m/d3 {1 —I—Zgarsmh(ﬁ)} {Vﬁjo(x)}2

2 : 1 jx)-ily)
o dz’“/ Y sioh(B) -y -

where the long-wavelength expansion has been taken into account to order g> (de-
noted by the superscript [2]—f3, 7 are given by Eq. (H.42)) and current conservation
has been used in the second term. In the first term on the right-hand side of (J.8) one
can now utilize V8 j°(x) = Vj°(x) and, correct to second order, kg = [372 j(x)]'/3.
However, the density-dependent prefactor 1/arsinh(f) of the current component
cannot be expressed unambiguously in terms of j*(x) as now two spatial variables
are available. As in the case of the complete linear response corrections (J.7) one is
left with a choice for this substitution.! If one abbreviates this (symmetric) function
of x and y by B(x,y), one obtains

2 1 B )
ST j 72m/ ) 7 {1+2narsmh([3)}
o 3 3 1 J(x)-j(y)
+ 4 /d x/d yarsinh(B(x,y)) x—y| ’ 19
where f3 is now understood as 8 = [372°(x)]'/3 /m (n = \/1+ B2). Equation (J.9)

demonstrates that current density functlonals are inherently nonlocal, even in the
long-wavelength limit.

One should note that the vacuum parts of HI(‘O)T do not contribute to & Ts[z] as
the normalization condition (G.48) together With (H.32) suppresses any vacuum

contribution of the order g*. On the other hand, H r does contribute to higher order
inhomogeneity corrections (for details and a comparlson with the real space gradient
expansion of T see [532]).

In principle, this formalism can be extended to quadratic and cubic response,
which allows the derivation of higher order gradient terms. In practice, however, the
limited knowledge of the corresponding response functions restricts the usefulness
of a first-principles determination of relativistic gradient corrections.

As a final point one should mention that gradient corrections to the relativistic
T;[n] have also been derived by real-space methods [764-766, 763, 767]. These gra-
dient terms serve as an extension of the relativistic Thomas-Fermi model [761, 768],
in which the many-body problem is approached by direct solution of the basic vari-

! In contrast to the linear response approach the real space gradient expansion of Ty[j] determines
the current contribution to the second order gradient correction completely [763].
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ational equation (8.72). A summary of results and details, as e.g. use of the renor-
malization procedure, can be found in [72, 532, 769, 770]. Expressing the noninter-
acting relativistic kinetic energy in terms of the density n = j°,

1= [ {4 )+ (10)

one finds for the case of a purely electrostatic external potential (in contrast to the
case of a full four potential) the expressions

372 5/31T1 3
] = (”n;;)lﬁ [8 (ﬁn3+ﬁ3n—arsinhﬁ)—53} a.11)
2
i) = 721”1(71’;) [H—Zgarsinhﬁ} : (1.12)

The more complicated expression for tsm [n] will not be given here. The agreement

of (J.11) with (H.45) and of (J.12) with the density-dependent contribution to (J.9)
is obvious.

Results for atoms and molecules obtained by direct application of the variational
principle (without the intermediary of orbitals) are not of chemical accuracy. The
functionals can, however, be useful for obtaining reasonable estimates of properties
of systems that can not be investigated in such detail, for instance systems in the
astrophysical field. For this purpose, it is of interest to note, that a temperature-
dependent version of the relevant functionals has been derived as well [771].



Appendix K
Gordon Decomposition

The starting point for the derivation of the Gordon decomposition of the spatial
components of the relativistic four current operator,

=ty (e =77, (K.1)
is the field equation satisfied by the field operators {, i.e. the Dirac equation,
(ihey" 9y —me* — ey Ay) ¥ =0, (K.2)

in which the potential A¥ may be operator-valued (8,1 is defined in Eq. (8.4)). Note,
however, that all subsequent steps can equally well be gone through for a current
expressed in terms of single-particle orbitals,

=Y ol atey,
k

as long as the orbitals satisfy a differential equation of the type (K.2) (as, for in-
stance, the KS spinors).
The hermitian conjugate of (K.2) is given by

iy (—ihcy“(z B —ey“Au> P =0, (K.3)

—
as (y4)" = Y0¥y The vector bar over dy indicates that the derivative acts on the
field operator to its left. Contraction of the field equation (K.2) with ' of and of its
hermitian conjugate (K.3) with o gives

W o (iheyt oy —me* —ey*Ay) ¥ =0
vy (—ihcy“cz —mc? —ey“Au) Yo,y =0.

If one adds up both equations, one obtains
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il [ihcyo (]/‘)/“8” f)/“’)/‘Z) —2mc? ok —ey? (7/(}/” JrW}/‘)A“} ¥=0.

In the next step the scalar products in Minkowski space are split into their space-time
components, utilizing the commutation relations (8.7)—(8.9),

0 ine (Pob+ )+ iner? (#7913
—2mc2ak—2eyoAk}1f/ =0.

At this point one can use

4= L ({r vy )

, , j
=g —igy; X with X/ = (% gj) (K.4)

to obtain
. S S o N S IR TAI PRSI
zhc80<l,l/)/‘lll)+lhcl//y0 2" —d l//+hc£kl]81(l//9p2 V)
—2mc* it ofr — 2eAR TP = 0.

Most of the individual terms in this equation are easily identified with established
quantities. With the definitions!

M= (n’) (K.5)
C

A ih v ) -

Jo= g ¥ (V-V) ¥ (K.6)

= ;—h VPE (K.7)
mc

pe = 0w (K.8)

(note the additional factor of ¢ which is included in the three-vector j as compared
to the spatial components of j*!) for the paramagnetic current Jp» the magnetization
density 7 and the scalar density ps one finds

2mc?

—ihcdy (l/A/T’}'l[AI) + 2mc}'p + V x i —2mcj —2eAps = 0.

e

Extracting the spatial components of the current, one finally ends up with

! Note the relation between the gradient vector and the covariant components 9,

Jd d d
V= (g agn ) = @020
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~ in PN ~ (4 N € A
j= 72730(q/‘y1,/)+1P+7V><m7—Aps. (K.9)
m e mc

In the case of stationary systems the first operator on the right-hand side does not
contribute to any expectation value of j,

A A ¢ N € A
(Polj|Wo) = (Woljp|Po) +;V x (Wolm|Wo) — %A (Wolps[Wo) - (K.10)

Note that the precise definition of A (in particular, its sign) is determined by the
differential equation (K.2).



Appendix L
Some Useful Formulae

The body of this text relies on the knowledge of a largish number of mathematical
relations. A much abbreviated list is offered here.

Laurent expansion, theorem of residues:

A complex-valued function f(z), which is analytic in the domain Z C C and has
an isolated pole of k-th order at a point zp enclosed by &, can be expanded for
all z € Z as (Laurent expansion)

Q=Y ane—z0) L1

Nn=—o0

with the coefficients a, given by

7 f(?)

_— L.2
¢ 2mi (7 —z0)"t! @-2)

n =

Here the closed path € is contained fully in the domain, has a counterclockwise
orientation, and encloses zp, but no other singular point. The coefficient a_, the
residue, is given by

dz
a_| = > z—m,f(z) . (L.3)

A generalization to the case that the path encloses a set of isolated poles is the
theorem of residues,

Az

o (z) = sum of the residues of all poles enclosed by . (L.4)
€ i

A prominent example for the application of (L.4) is the contour integral repre-
sentation of the step function,

© dw eiwx

e 2T @ — N’

o) = (L.5)
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which is used to implement the time-ordering required for many response and
Green’s functions in frequency space.

e Dirac identity:
For integrations over frequency often the integral representation of the §-function,

< dw

_ iwx
50x) = [ Smeor, (L.6)
or the Dirac identity,
1 1
2mi = — L.

mid(x) m xiim L.7)

1 1 .
o @;—i—m5(x) (L.8)

1 1 .
rm o @;fm&x) (L.9)

is used (& denotes the Cauchy principal value integral).

e Fourier representation of Coulomb interaction:
Whenever the Coulomb interaction has to be integrated over the complete space,
use of the following regularized form is necessary

d3q e e*IlW
= . L.10
/ (2m)3 ¢>+u*  4nlr| (L.10)

e General identities for commutators:

A ~ A

+[A,C1B (L.11)

A [A [ [AB]] ] (L.12)

n times

[ AB,C

i,
Ai

Cl+
1
n!

e Commutators involving field operators:
The following basic commutator of four field operators can be derived directly
from the anticommutation rules (2.6) and (2.7),

P (r10)P(r202) W' (rs03)(raoy)]

:*56)('1*’4)50104AT( 03)¥(ry0,)
+80)(ry = 13) 86,0, W' (r101) W (r404) - (L.13)

Use of this result leads to
0= [w*<ro>w<ro> v (e p(r's)] (L14)
0= / Brit (ro)V2y(ro), / &9 () ()| (L.15)
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0= [W"'(rﬁ)u?(rc)lf(r’ﬁ’)li/(r’G’),li/"'( "0”)117(/'0")}
= [0 (r0)9 (6 )i (r o')W (ro) ¥ ("6 )y (" 0")| . (L16)

With the relation (L..13) one can also evaluate the commutator of the density (2.4)
and the paramagnetic current (2.158)

5000 = [V (-] 3 [0 (r0) (o) + ' (F0)(r0)
+% 8O (r—r)Vi(r). (L.17)

Similarly, one obtains for the commutator of the kinetic energy and density op-
erators

[T,4(r)] = inV - j(r). (L.18)

Pauli matrices:
The basic commutators (anticommutators) of the Pauli matrices,

[0:,0j] = 2i ) €k Ok (L.19)
k
{o1,0;} =28, (L.20)

indicate that these operators are generators of the group SU(2). The matrices
are hermitian 0'; = 0;. These properties, together with a statement on the two
eigenvalues of o7, allows the determination of an explicit representation

01 0 —i 1 0
ox—(lo) Gy—<i O> GZ—<O_1>. (L.21)
For handling Pauli matrices the following identity is often helpful,

(6-a)(6-b)=a-b+ic-(axb), (L.22)

which can be derived from the basic commutators.
The corresponding commutation relations of the relativistic (4 x 4) Pauli matrices
(8.138) are

(X2 =2i Y &2 (L.23)
k
{Z027} = —24Y. (L.24)

A standard representation is

z:<"°> . (L.25)
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e Feynman rules:

These rules define the transition between the Feynman diagrams representing the
individual contributions to the perturbation expansion of Green’s functions (and
all quantities related to them) and the corresponding analytical expressions. They
are set up here in a rather general form which allows a coherent treatment of all
kinds of (sub)diagrams in real space, including diagrams contributing to n-point
functions such as the self-energy and the response function. The critical diagrams
which require this extended form are those for which there are vertices to which
only a single line (electron or interaction) is attached, as for instance the first
order self-energy (3.125).

The four basic elements of Feynman diagrams representing the perturbation ex-
pansion for inhomogeneous systems are:

— The noninteracting (as for instance the KS) Green’s function (3.124),
d ; /
Go(rot,r'o't’) = / % et Go(ro,r' o', ) (L.26)

=r'c't! —e— rot

{(1 7@1)‘151("6)(;’1*("/6/) e ¢ (ro)¢ (ro’) }

G / </ —
o(ro,r'o’,m) Z o—¢g/hi+in lw—e,/h—in

l

— The Coulomb interaction, suitably extended to the time domain, in order to
simplify the rules,

2
wr—rt—1) = 6(#:’)‘67/' = rl A~ . (L27)
r—r

— The simple vertex, drawn as a bold dot,

A

The lines attached to the dot only serve as an indication that there are (at most)
two solid and one wiggly line connected to a single vertex.
— If present, an additional perturbing external potential,

Vext(F) = 1t X (L.28)

Any given Feynman diagram is translated into an algebraic expression according
to the following rules:

1. Distinguish between simple endpoints of lines (be it solid or wiggly), i.e. end-
points not attached to a bold dot, and endpoints at vertices, characterized by
the bold dot. The former endpoints will be called external points in the fol-
lowing, the latter internal endpoints.
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2.

10.

11.

Distinguish between internal vertices, at which one incoming and one outgo-
ing solid (electron) line and one wiggly (interaction) line meet, and external
vertices, at which one or two of these attached lines are missing.

Label all vertices and external points by some number i.

Replace each directed solid line for which the arrow points from a vertex or
an external point j to a vertex or an external point i by Go(r;0it;,r Ot j).
Replace each wiggly line connecting the vertices or external points 7 and j by
w(r; —rj,t;—1t;) (the direction plays no role, as the interaction is symmetric
under exchange of its arguments).

Replace each wiggly line with a cross at its end attached to vertex i by vex(r;).
Replace each external vertex i with only one line attached by

6(3) ("i _ rl.,) 6(1‘[ — ti’) 60'1-70'1-/ .

The space-time labels r;#; and ryty are two of the arguments of the n-point
function to which the diagram contributes. The same applies to both spin la-
bels, if a wiggly line is attached to the vertex. On the other hand, if a solid
line is attached to the vertex, the spin label o; is the spin index of this internal
solid line attached, while oy denotes a spin argument of the n-point function.

. Integrate over all coordinates and times associated with internal vertices,

/d3ridt,~,

and sum over all spins associated with internal endpoints of solid lines.

If the rules lead to Green’s functions G for which both time arguments co-
incide, #; = t; =1, interpret these functions as Go(r;oit,r;ojt + 1) and take
the limit 7 — O™ at the end of the calculation. This can only happen if the
solid line ends at the same point as it starts, or if the start and end point of Gy
are connected by a single interaction line. This procedure ensures the proper
operator ordering of )y and lf/g at equal times.

Multiply the resulting expression by a factor of

(_i/h)r1+m il (—I)F

for a diagram which contains » interaction, m external potential and / electron
lines as well as F closed loops of solid lines.

Adjust the overall prefactor to the quantity (Green’s or response function, den-
sity, energy, ...) which is evaluated, in accordance with the definition of this
quantity. In the case of an energy (or vacuum amplitude) diagram take care of
the multiplicities involved (see e.g. [95]).

For a homogeneous system, for which no external potential is present, a represen-
tation in momentum space is the appropriate choice. The three remaining basic
elements after Fourier transformation are:

The noninteracting Green’s function:
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O(|k|— k) O (kr —|k|) koc
Go(k,w,060") = 855 e
o(k.0.607) = o0 o—e/hitin " o—e/i-m
(L.29)
— The Coulomb interaction (in the screened form given above):
4me? q
w(q) = = Ao L.30
(q) ey (L.30)

— The simple vertex:

k3 o3
}\ . (L.31)
k] 1 0] k2(1)20'2

The Feynman rules for a distinct diagram are in this case:

1. Assign a direction to each interaction (wiggly) line; associate energy (w) and
momentum to each line (be it solid or wiggly) and conserve energy and mo-
mentum at each vertex.

2. Replace each directed solid line for which the arrow points from vertex or
external point j to vertex or external point i by Go(k, @, 0;0;).

3. If asolid line ends at the same point as it starts, or if the start and end point of a
solid line are connected by a single interaction line, interpret the associated Gg
as ¢'*"Gy(k, ®,0;0;) and take the limit 7 — 0T at the end of the calculation.

4. Replace each wiggly line by w(q).

5. Wherever two solid lines meet at some vertex conserve the spin ¢ at the vertex
and sum over O.

6. Integrate over all energies and momenta which do not correspond to argu-
ments of the Green’s or n-point function.

7. Multiply the resulting expression by a factor of

(_i/h)n+m il (_])F

for a diagram which contains » interaction, m external potential and [ electron
lines as well as F closed loops of solid lines.

8. Adjust the overall prefactor to the quantity (Green’s or response function, den-
sity, energy, ...) which is evaluated, in accordance with the definition of this
quantity. In the case of an energy (or vacuum amplitude) diagram take care of
the multiplicities involved.

These rules are identical with those given in [94], Chaps. 9-12.
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exact representation 123, 127
functional differentiability 72
Generalized gradient approximation 170
global hybrids 281
gradient expansion
potential 168
hybrids 281,293
in terms of exchange-correlation hole 128
in terms of pair correlation function 128
in terms of the exchange-correlation hole
175
LDA+U 216
Lieb functional 72
Local density approximation 138
local hybrids 286
nonlocal corrections 145
relativistic
linear response 486
relativistic density functional theory 369,
370
screened hybrids 285
self-interaction corrected LDA 280
Perdew-Zunger 203
Stoll-Pavlidou-Preuss 203
Vosko-Wilk 204
semi-empirical forms 183

153,156,169
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spherically averaged exchange-correlation
hole 179
third generation functionals 232

Exchange-correlation functional

relativistic density functional theory 384

Exchange-correlation hole 128

models 230
spherically averaged 176
sumrules 175

Exchange-correlation kernel

adiabatic local density approximation 334

definition 332

Gross-Kohn approximation 335

time-dependent spin-density functional
theory 336

Exchange-correlation magnetic field

current spin density functional theory
106-108

relativistic density functional theory 380

relativistic spin density functional theory
378

Exchange-correlation potential

current density functional theory 102
gauge properties 104
current spin density functional theory 106,
108
density functional theory 65
no-pair relativistic density functional theory
375
spin-density functional theory
collinear 82
time-dependent density functional theory
328

Exchange-only ground state energy

relation to Hartree-Fock ground state energy
111

Excitation energy 1

Ascr method 349
time-dependent density functional theory
atoms 348

Excited states 55, 80, 336
Existence theorem

relativistic density functional theory 361

External energy functional

current density functional theory 102
current spin density functional theory 106
density functional theory 61

relativistic density functional theory 368
scaling behavior 220

spin-density functional theory 81

External potential

crystal lattice 91
current spin density functional theory 46
density functional theory 11
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pseudopotentials 12

relativistic density functional theory 375

spin-density functional theory 40,43
time-dependent current density functional

theory 308
time-dependent density functional theory
307

EXX approach 254
F

f-sumrule 342
Fermi energy 58
spin-density functional theory 82
Fermi momentum 131
homogeneous electron gas
noninteracting 439
relativistic 468
Fermi surface 88
homogeneous electron gas 88
inequivalence of Kohn-Sham and exact
interacting system

definition 98
Kohn-Sham
definition 99

Fermi-Amaldi term 204
Fermi-liquid theory 98
Fermion propagator
homogeneous electron gas
relativistic 467
interacting
quantum electrodynamics
noninteracting
quantum electrodynamics
renormalized 462,463
Feynman diagrams 455
Feynman gauge 355
Field equations
of quantum electrodynamics
Field operators
commutation relations
definition 424
Kohn-Sham 122
Field tensor 354
First Brillouin zone
Fock space
definition 421
Foldy-Wouthuysen transformation
Four current 354
renormalization
Four current density
first order
counterterm 482
inhomogeneous electron gas

457,458

458

356

425,494

93

46

359

481

99

Index

counterterms 481
relativistic homogeneous electron gas
Four gradient 352

478

Fractional particle number 37
Frenkel variational principle 317
Functional derivative
chainrule 411
definition 405
definition via 6-function 409
Euler-Lagrange equations 411
examples 407
product rule 409
Functional Taylor expansion 150

action 319

exchange-correlation energy 64

ground state energy 63
Functionals

general definition
Furry theorem 455

403

G

y-Fe 44
Gateaux differential
Gauge invariance
Lagrangian 355
Gauge transformation 46
current spin density functional theory 46
relativistic density functional theory 364
time-dependent density functional theory
308
wavefunction 47
Gell-Mann-Low theorem 122
Generalized gradient approximation
correlation energy

35

170

atoms 141
exchange energy
atoms 139

exchange potential 194
relativistic extension 397
Generalized Kohn-Sham approach 210, 232,
283
Gorling-Levy perturbation theory 272
Gordon decomposition
current 491
current operator
Gradient corrections
relativistic 485
Gradient expansion
convergence 164
correlation energy
atoms 141
correlation energy functional
spin-polarized 161, 163

490

153

158
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exchange energy
atoms 139
exchange energy functional 158
fourth order 163,205
exchange hole 176
exchange potential
fourth order 168,204
second order 165
exchange-correlation energy functional
156, 169
exchange-correlation potential 168
kinetic energy functional
second order 205
Green’s function
Dyson equation 89, 90
in terms of quasi-particle amplitudes 89
interacting 88
Fourier representation 89
periodic systems 93,96
quantum electrodynamics 457
interpretation 89
Kohn-Sham system 125
Lehmann representation 89
periodic systems 94
noninteracting 90
Fourier representation 90
orbital 236, 250
periodic systems 95
relativistic 454
pole shifts 89
single-particle 88
Ground state density 14
noninteracting, spin-saturated systems 59
homogeneous electron gas 131
in terms of Green’s function 91
in terms of quasi-particle amplitudes 85
interacting
asymptotic behavior 87
interacting system 60
interacting versus noninteracting 241
Kohn-Sham system 59
noninteracting
asymptotic behavior 87
Ground state density functional
current density functional theory 51
current spin density functional theory 51
interacting systems 16
noninteracting systems 59
relativistic density functional theory 364,
373
spin-density functional theory 41,43
Ground state energy
alternative form 70
atoms
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exchange-only 255
exchange-only limit
atoms 185
definition 110
relation to Hartree-Fock ground state
energy 111
first order
counterterm 483
inhomogeneous electron gas
counterterms 483
linear response 485
renormalized 482
molecules
exchange-only 256,257
noninteracting systems 59
relativistic corrections
atoms 388
relativistic homogeneous electron gas 474
relativistic LDA, GGA
atoms 395
open-shell atoms 396
Ground state energy functional
current spin density functional theory 52,
106
decomposition 61
current density functional theory 101
no-pair relativistic density functional
theory 374
relativistic density functional theory 368
degenerate ground states 21,23
density functional theory 17
derivative discontinuity 39
ensemble densities 23
fractional particle number 37
LDA+U 216
minimum principle 17
noninteracting systems 59
relativistic density functional theory 366
spin-density functional theory 41,43, 81
collinear 82
variational property 63
Ground state four current
no-pair relativistic density functional theory
374
relativistic density functional theory 373
relativistic Kohn-Sham system 367
Ground state wavefunction
Coulomb correlation 69
helium
exact 67
G2 testset 186
Gupta-Bleuler indefinite metric quantization
355
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H

Hamiltonian
ab-initio 2
current density functional theory 46
Dirac-Coulomb 366
Dirac-Coulomb-Breit 366
Heisenberg 2
interacting 85
model 2
noninteracting fermions
charge conjugation 453
renormalized 451,454
relativistic density functional theory 357
stationarity 4
stationary systems
nonrelativistic 11
time-dependent current density functional

theory 308
time-dependent density functional theory
307

Harmonic potential theorem 330
Hartree energy functional 61

no-pair relativistic density functional theory

374
relativistic density functional theory 368
scaling behavior 221
virial relation 223
Hartree potential 65

no-pair relativistic density functional theory

375
time-dependent density functional theory
328

Hartree-Fock approximation 5

direct potential 7

exchange potential 7

ground state 6

total energy 6
Hartree-Fock equations 6

basis set expansion 8

scaling with basis set size 8
Hartree-Fock orbitals

asymptotic behavior 446
Heisenberg equation of motion 312
Heisenberg Hamiltonian 2
Heisenberg representation 88
Hellmann-Feynman theorem 225
Helmholtz theorem 380
Hilbert space

N-particle 414

antisymmetric basis 415
canonical basis 414,419

single-particle 413

Holder inequality 31

Index

Hohenberg-Kohn energy functional
domain 31

Hohenberg-Kohn theorem 11
current density functional theory 51
current spin density functional theory 51
degenerate ground states 18, 19
excited states 55
for lowest state with given symmetry 56
maps 13
minimum principle 17
noninteracting systems 59
nonlocal potentials 13
physical interpretation 17
reductio ad absurdum 15
spin-density functional theory 40
statements 16

Homogeneous electron gas 129
compressibility sum rule 151
relativistic 467
spin-polarized 142

Hubbard bands 216

Hubbard U 215

Hybrid functionals
correlation 282,283, 286, 287
correlation energy

atoms 141
dispersion force 293
exchange 281, 283, 285,286
exchange energy
atoms 211

global 281
local mixing 286
screened 285

Infrared divergences 358
Inhomogeneous electron gas 145
background charge density 148
correction to exchange-correlation energy
151
correction to kinetic energy 151
correction to total energy 149
electrostatic energy 148
induced density 147
linear response 146
relativistic 481
renormalization 481
screening 147
Integral equation
optimized potential method 238
relativistic optimized potential method
386
magnetization-dependent 387
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spin-dependent 387
Interacting v-representability 21
counterexamples 21
ensemble 22
Levy-Lieb constrained search 25
Lieb functional 32
N-representability 26
ongrid 25
pure-state 22
relativistic density functional theory 366
time-dependent density functional theory
324
Ion—ion interaction 3
Ionization potential 39, 79, 86, 87, 100
atoms
exchange-only 258
LDA, GGA
atoms 192
relativistic corrections
atoms 391

J

Janak theorem 76,77,216
Jastrow factors 280

K

Kato theorem 163
Kinetic energy
homogeneous electron gas
noninteracting 438, 439
inequality between interacting and
noninteracting 62
relativistic homogeneous electron gas 474
Kinetic energy functional
current density functional theory
behavior under gauge transformation
103
degenerate ground states 75
density-dependent forms 442
functional differentiability 71
gradient expansion 157
second order 205
Lieb functional 71
linear response 64

minimization 62,72
no-pair relativistic density functional theory
374

noninteracting systems 60

nonlocal forms 442

relativistic density functional theory 368
scaling behavior 220

spin-density functional theory 81
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collinear 82
universality 60
von Weizsacker functional 207
Kinetic energy operator 11
electrons 3
nuclei 3
Kohn-Sham eigenvalues
highest occupied orbital 87
interpretation 84
molecules
exchange-only 258
relativistic corrections
atoms 390, 392
Kohn-Sham equations 57
comparison with Hartree-Fock approach
69,274
current density functional theory
gauge covariance 102
current spin density functional theory 106
degenerate ground states 73,75
density functional theory 65
no-pair relativistic density functional theory
375
relativistic density functional theory 369,
382
relativistic spin density functional theory
collinear 379
non-collinear 378
self-consistent solution 65
spin-density functional theory 80, 81
collinear 82
time-dependent density functional theory
325,328
initial values 329
memory 329
time-dependent spin-density functional
theory 335
Kohn-Sham ground state 66
Kohn-Sham kinetic energy 60
relativistic
counterterm 484
Kohn-Sham kinetic energy functional
current-dependence 487
gradient expansion
relativistic 488
Kohn-Sham magnetic field
spin-density functional theory 81
Kohn-Sham perturbation theory = 272
Kohn-Sham potential
current density functional theory 102
density functional theory 65
derivation 63
no-pair relativistic density functional theory
375

101, 102
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relativistic density functional theory 369
spin-density functional theory 81
collinear 82
time-dependent density functional theory
328
Kohn-Sham single-particle states
asymptotic behavior 87
density functionals 60
spin-density functional theory 81
spin-saturated systems 58
Kohn-Sham system 57
definition 60
Fermi surface
definition 99
ground state 57
Slater determinant 57
spin-density functional theory 80
collinear form 81
Krieger-Li-Iafrate identity 246

L

Lagrangian
fermions 353
noninteracting fermions 449
photons 354
quantum electrodynamics
renormalized 461, 466
relativistic density functional theory 353
Landau gauge 355
Latter correction 141
Laurent expansion 493
LDA+U method 212
atomic Slater integrals 213
double counting correction 216
occupation matrix 213
Lehmann representation
Green’s function 89
periodic systems 94
noninteracting Green’s function 90
response function 118
Levy-Lieb constrained search 25
Levy-Lieb functional 25
functional differentiability 36
Lieb functional 28, 32
convexity 33
functional differentiability 34, 36
in terms of density matrices 36
Lower semicontinuity 34
Tangent functional 34
Lieb-Oxford bound 178
Lindhard function 131
relativistic 472
Linear response

Index

stationary density functional theory 146
time-dependent density functional theory
331
Local density approximation 129
correlation energy
atoms 140, 141
definition 138
exchange energy
atoms 139
exchange potential 138
asymptotic behavior 138
kinetic energy functional 142
potential 138
relativistic exchange 393
spin density functional theory
Local field correction 160
Local functional approximation
for superconductors 402
Local spin-density approximation
correlation 145
exchange 142
Long-wavelength expansion 153
Luttinger theorem 88

142, 145

M

Mgller-Plesset energy 273

Magnetic moment
nuclear 4

Magnetization density 40
relativistic 490
relativistic density functional theory 377
spin-density functional theory 80

Meta generalized gradient approximation
correlation energy

atoms 141
exchange energy
atoms 211

Perdew-Kurth-Zupan-Blaha
Tao-Perdew-Staroverov-Scuseria
Meta-GGA 206
Metric tensor 352
Minimum principle
current spin density functional theory 52
degenerate ground states 21
noninteracting systems 60
relativistic density functional theory 365,
374
total energy 6
Minkowski indices 352
Multiplet states 56

206, 207
208,209

N

N-particle Hilbert space
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basis 7
N-particle states
representation in terms of creation operators
421
N-representability 26
Negative energy states 358
Negative ions 227
No-pair approximation 371
relativistic ground state energy functional
374
relativistic Kohn-Sham equations 375
Noether theorem 356
Non-collinear magnetism
in molecules 45
in solids 45
Non-collinearity 44
Non-uniqueness of ground state in current spin
density functional theory 53
Non-uniqueness of ground state in spin-density
functional theory 42
Noninteracting ensemble v-representability
71
Noninteracting fermions
canonical quantization 449
charge operator
canonical 450
renormalized 452
Green’s function 454
Hamiltonian
canonical 450
renormalized 451, 454
Noninteracting v-representability 60, 70
Lieb functional 71
time-dependent density functional theory
327
Notation
bra-ket 417
bra-vector 417
charge of electron 3
derivative with respect to vector 42
Dirac 417
eigenstates of interacting Hamiltonian =~ 85
Fermi energy 58
Feynman diagrams
quantum electrodynamics
first/second quantization 13
Gaussian units 3
Harvard 241
ket-vector 417
local spin density approximation 145
magnetization density 40
many-particle states 6
matrix elements
antisymmetric 429

458,459
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canonical 428
particle—particle interaction 428
2-particle operators 428
N-particle states 419
antisymmetrized basis 419
ordered basis 419
photon propagator 368, 457, 468
pole shifts 89
relativistic density functional theory 352,
373,375
response function
relativistic 470
second quantization 413
single-particle states 6
Slater integral 273
(spin) density functional theory, compact
233
spin quantum number
Nuclear potential 6
Nuclei, characterization of 4

6,12

(0]

Occupation number 59
degenerate ground states
Fermi distribution 59
fractional 76,78, 79
spin-density functional theory 82

Optimized (effective) potential method 233
degenerate states 250, 252
integral equation

exchange-only 243
identity with Sham-Schliiter equation
243
normalization of solution 246
relativistic density functional theory 384
spherically symmetric systems 253

Optimized potential method
integral equation 238

Orbital current
relativistic density functional theory 379

Orbital magnetization density 380

Orbital polarization 383,384

Orbital-dependent exchange-correlation

functionals 227
self-interaction corrected LDA 203

Order-N methods 402

Orthonormality relation
N-particle

first quantized form 415

second quantized form 420
single-particle

first quantized form 414

improper 418

74,75
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second quantized form 418
P

Pair density functional theory 402
Pair-correlation function 127
exchange only 175
Paramagnetic current density 101
definition 48
gauge transformation 49
relativistic 490
relativistic density functional theory 377
time-dependent density functional theory
311
Particle number conservation
current spin density functional theory 52
density functional theory 21
periodic systems 98
quantum electrodynamics 361
relativistic density functional theory 374
Particle—particle interaction 11
symmetry, spin-independence 12
Pauli correlation 7,67
Pauli Hamiltonian 46
Pauli matrices 40
commutation relations 495
identity 495
Pauli spinors 58
Perturbation expansion
quantum electrodynamics 458
Petersilka-Gossmann-Gross equation 338
degeneracy 345
pseudo-eigenvalue problem 339
singlet-triplet excitation 347
Photon propagator
in Coulomb gauge 373
interacting
homogeneous electron gas 468
quantum electrodynamics 457, 458
relativistic homogeneous electron gas
471
noninteracting 368
quantum electrodynamics 458
renormalized 462,464
Point charge plus continuum model 279
Polarizability
atomic 290
dynamic 341
Pole shifts 89
Post-GGA/LDA treatment 232
Preferred reference frame 353
Primitive vectors 91
Pseudo-eigenvalue problem

Index

time-dependent density functional theory
339
pseudopotentials 12

Q

Quantum electrodynamics 351,457
Quasi-particle 97

Quasi-particle amplitudes 85
asymptotic behavior 87, 445-447
definition 85

differential equation 86
noninteracting limit 86
periodic systems 94

R

Random phase approximation
correlation energy functional 277
relativistic homogeneous electron gas 477
Real-space cut-off 177, 181
Reciprocal lattice 92
Reductio ad absurdum 15
relativistic density functional theory 361
Relativistic density functional theory 351
notation 352
scalar potential only 376
time-dependent systems 351
Relativistic ground state energy
renormalization 360
Relativistic Kohn-Sham equations
Relativistic spin density 379
Relativistic spin density functional theory
collinear 378
non-collinear 377
Renormalization
four current 359
Green’s functions 359
interacting Hamiltonian ~ 359
noninteracting Hamiltonian 358
relativistic density functional theory 364
relativistic ground state energy 360
Renormalization constants 462
Response function 117
advanced 321
analytic properties 119
density—density 117
Dyson equation
homogeneous electron gas 130
frequency space 118
homogeneous electron gas 129
relativistic 471
RPA 132
interacting

367,369
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relativistic homogeneous electron gas
468
irreducible 130
relativistic homogeneous electron gas
470
Lehmann representation 119
noninteracting
relativistic homogeneous electron gas
472
proper 130
properties 118
random phase approximation 276
relativistic
transversality 469
relativistic Kohn-Sham system 386
retarded 321
definition 118
interacting system 332, 337
Kohn-Sham system 290, 332, 337
RPA 159
static
Kohn-Sham system 238, 243
symmetry relations 120
time-ordered 124
definition 117
Kohn-Sham system 124
Ritz principle 15
gauge transformation 50
Ritz principle: see also minimum principle 7
Runge-Gross theorem 307,311
time-dependent current density functional
theory 325

S

s-d transfer energy 392
Scalar density 490
relativistic density functional theory 377
Scaling transformation
density 219
Kohn-Sham states 219
position vector 219
wavefunction 219
Scaling with basis set size 433
exchange matrix elements 436
single-particle matrix elements 434
Schrodinger equation
noninteracting homogeneous electron gas
437
admissible wavefunctions 28
coupled electron-nucleus system 5
interacting system 5, 85
single-particle 57
stationary 13
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time-dependent 308
Schwartz inequality 30
Screening
Coulomb interaction 494
Second order exchange 273
Second order exchange energy
relativistic homogeneous electron gas 478
Second order Gorling-Levy functional 272
potential 275
Second quantization 13
Self-Consistent-Field approximation 6
Self-energy
exchange contribution 91
exchange-correlation contribution 241
first order 90
quantum electrodynamics 460
renormalized 465,475
irreducible 90
proper 90
quantum electrodynamics 459
renormalized 463
Self-interaction correction
unitarity problem 203
Self-interaction energy
in exchange energy functional 113
in Hartree term 113
Selfconsistent iteration
Hartree-Fock equations 7
Sham-Schliiter equation 242
Shell structure 1
X-matrices 377
commutation relations 495
Single-particle operators
definition 425
matrix elements 427
second quantized form
Single-particle spectrum
degenerate ground states 73
Slater determinant 6,415
time-dependent Kohn-Sham system 326
Slater exchange 141
Slater integral
atomic 213
notation 273
Spectroscopic constants
exchange-only limit 259
LDA, GGA 193

202,211,228

426,427

hybrids 282,284
LDA, GGA 186, 190
MGGA 190

orbital-dependent functionals 297

relativistic corrections 398
Spin—orbit interaction 4
Spin-density
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definition 43
Spin-density wave 45

bulk Cr 46
Spin-projection on z-axis 58
Spin-spiral 45
Spin-stiffness 143
Stoner exchange 215
Strong interaction limit 279
Strongly correlated systems 230
Summation convention 352
Susceptibility 117

T

Theorem of residues 493
Thomas-Fermi kinetic energy functional
142,440
Thomas-Fermi models 18,440
Thomas-Fermi screening length 171
Thomas-Reiche-Kuhn sum rule 342
Time-dependent density
Kohn-Sham system 326
Time-dependent density functional theory
relativistic extension 351
Time-dependent Schrodinger equation
Kohn-Sham system 326
Time-dependent state as density functional
317
Time-evolution operator 122,320
Time-ordering of operators 88
Total energy minimization 240
Transition metal oxides 217,230
Transition state 80
Transverse exchange energy 385
relativistic LDA, GGA
atoms 396
Transverse interaction 4,375
2-Particle density 127
definition 66
helium 68
Kohn-Sham ground state 68
Kohn-Sham perturbation theory 305
orbital-dependent functional 304
Slater determinant 66
2-Particle density matrix functional theory
402
2-Particle operators
definition 425
matrix elements 431
second quantized form  429-431

U

Ultraviolet divergences 359

Index

Uniform electron gas: see homogeneous
electron gas 129
Unit cell 91
Universality 16, 61
time-dependent density functional theory
325

\Y%

Vacuum energy 453
Vacuum polarization 453
first order 460
renormalized 475
quantum electrodynamics 459
renormalized 464
Vacuum state
definition 421
Van der Waals forces 153,228, 289
Cg coefficient

atoms 290
second order Gorling-Levy functional
290

Variational derivative
chainrule 411
definition 405
definition via 8-function 409
Euler-Lagrange equations 411
examples 407
product rule 409
Variational equation
current spin density functional theory 52
density functional theory 21
relativistic density functional theory 366
spin-density functional theory 42,44
Vertex
quantum electrodynamics 459
Vertex function
first order
quantum electrodynamics 460
irreducible
quantum electrodynamics 459
quantum electrodynamics 457, 458
renormalized 462, 464
Virial relation
exchange energy functional 223
Hartree energy functional 223
Virial theorem
conventional 221,222,226
density functional theory 222,224,226
Hellmann-Feynman theorem 224
Von Weizsacker kinetic energy functional
207,287,442
Vorticity
current density functional theory 103
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current spin density functional theory
w

Ward-Takahashi identity 460

Wavevector decomposition 170
cut-off procedure 173

Weighted density approximation 201

107

Wigner crystal 135
Wigner-Seitz radius 133
atoms 134
solids 134

X

Xoa exchange 141
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