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Preface

As theoretical physics and chemistry have developed since the great quantum rev-
olution of the 1920s, there has been an explosive speciation of subfields, perhaps
comparable to the late Precambrian period in biological evolution. The result is
that these life-forms not only fail to interbreed, but can fail to find common ground
even when placed in proximity on a university campus. And yet, the underlying
intellectual DNA remains remarkably similar, in analogy to the findings of recent
research in biology. The purpose of this present text is to identify common strands
in the substrate of variational theory and to express them in a form that is intelligi-
ble to participants in these subfields. The goal is to make hard-won insights from
each line of development accessible to others, across the barriers that separate these
specialized intellectual niches.

Another great revolution was initiated in the last midcentury, with the introduction
of digital computers. In many subfields, there has been a fundamental change
in the attitude of practicing theoreticians toward their theory, primarily a change
of practical goals. There is no longer a well-defined barrier between theory for
the sake of understanding and theory for the sake of predicting quantitative data.
Given modern resources of computational power and the coevolving development
of efficient algorithms and widely accessible computer program tools, a formal
theoretical insight can often be exploited very rapidly, and verified by quantitative
implications for experiment. A growing archive records experimental controversies
that have been resolved by quantitative computational theory.

It has been said that mathematics is queen of the sciences. The variational branch
of mathematics is essential both for understanding and predicting the huge body
of observed data in physics and chemistry. Variational principles and methods lie
in the bedrock of theory as explanation, and theory as a quantitative computational
tool. Quite simply, this is the mathematical foundation of quantum theory, and
quantum theory is the foundation of all practical and empirical physics and chem-
istry, short of a unified theory of gravitation. With this in mind, the present text is
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xiv Preface

subdivided into four parts. The first reviews the variational concepts and formalism
that developed over a long history prior to the discovery of quantum mechanics,
subdivided into chapters on history, on classical mechanics, and on applied math-
ematics (severely truncated out of respect for the vast literature already devoted
to this subject). The second part covers variational formalism and methodology in
subfields concerned with bound states in quantum mechanics. There are separate
chapters on time-independent quantum mechanics, on independent-electron mod-
els, which may at some point be extended to independent-fermion models as the
formalism of the Standard Model evolves, and on time-dependent theory and linear
response. The third part develops the variational theory of continuum states, includ-
ing chapters on multiple scattering theory (the essential formalism for electronic
structure calculations in condensed matter), on scattering theory relevant to the
true continuum state of a quantum target and an external fermion (with emphasis
on methodology for electron scattering by atoms and molecules), continuing to a
separate chapter on the currently developing theory of electron-impact rotational
and vibrational excitation of molecules. The fourth part develops variational theory
relevant to relativistic Lagrangian field theories. The single chapter in this part de-
rives the nonquantized field theory that underlies the quantized theory of the current
Standard Model of elementary particles.

This book grew out of review articles in specialized subfields, published by
the author over nearly fifty years, including a treatise on variational methods in
electron—atom scattering published in 1980. Currently relevant topics have been
extracted and brought up to date. References that go more deeply into each of the
topics treated here are included in the extensive bibliography. The purpose is to
set out the common basis of variational formalism, then to open up channels for
further exploration by any reader with specialized interests. The most recent source
of this text is a course of lectures given at the Scuola Normale Superiore, Pisa, Italy
in 1999. These lectures were presented under the present title, but concentrated
on the material in Parts I and II here. The author is indebted to Professor Renato
Colle, of Bologna and the Scuola Normale, for making arrangements that made
these lectures possible, and to the Scuola Normale Superiore for sponsoring the
lecture series.



I

Classical mathematics and physics

This part is concerned with variational theory prior to modern quantum
mechanics. The exception, saved for Chapter 10, is electromagnetic the-
ory as formulated by Maxwell, which was relativistic before Einstein,
and remains as fundamental as it was a century ago, the first example of a
Lorentz and gauge covariant field theory. Chapter 1 is a brief survey of the
history of variational principles, from Greek philosophers and a religious
faith in God as the perfect engineer to a set of mathematical principles that
could solve practical problems of optimization and rationalize the laws
of dynamics. Chapter 2 traces these ideas in classical mechanics, while
Chapter 3 discusses selected topics in applied mathematics concerned
with optimization and stationary principles.






1

History of variational theory

The principal references for this chapter are:

[5] Akhiezer, N.I. (1962). The Calculus of Variations (Blaisdell, New York).
[26] Blanchard, P. and Briining, E. (1992). Variational Methods in Mathematical Physics
(Springer-Verlag, Berlin).
[78] Dieudonné, J. (1981). History of Functional Analysis (North-Holland, Amsterdam).
[147] Goldstine, H.H. (1980). A History of the Calculus of Variations from the 17th
through the 19th Century (Springer-Verlag, Berlin).
[210] Lanczos, C. (1966). Variational Principles of Mechanics (University of Toronto
Press, Toronto).
[322] Pars, L.A. (1962). An Introduction to the Calculus of Variations (Wiley, New York).
[436] Yourgrau, W. and Mandelstam, S. (1968). Variational Principles in Dynamics and
Quantum Theory, 3rd edition (Dover, New York).

The idea that laws of nature should satisfy a principle of simplicity goes back
at least to the Greek philosophers [436]. The anthropomorphic concept that the
engineering skill of a supreme creator should result in rules of least effort or of most
efficient use of resources leads directly to principles characterized by mathematical
extrema. For example, Aristotle (De Caelo) concluded that planetary orbits must be
perfect circles, because geometrical perfection is embodied in these curves: “. .. of
lines that return upon themselves the line which bounds the circle is the shortest.
That movement is swiftest which follows the shortest line”. Hero of Alexandria
(Catoptrics) proved perhaps the first scientific minimum principle, showing that
the path of a reflected ray of light is shortest if the angles of incidence and reflection
are equal.

The superiority of circular planetary orbits became almost a religious dogma
in the Christian era, intimately tied to the idea of the perfection of God and of
His creations. It was replaced by modern celestial mechanics only after centuries in
which the concept of esthetic perfection of the universe was gradually superseded by
a concept of esthetic perfection of a mathematical theory that could account for the
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actual behavior of this universe as measured in astronomical observations. Aspects
of value-oriented esthetics lay behind Occam’s logical “razor” (avoid unnecessary
hypotheses), anticipating the later development of observational science and the
search for an explanatory theory that was both as general as possible and as simple
as possible. The path from Aristotle to Copernicus, Brahe, Kepler, Galileo, and
Newton retraces this shift from a priori purity of concepts to mathematical theory
solidly based on empirical science. The resulting theory of classical mechanics
retains extremal principles that are the basis of the variational theory presented
here in Chapter 2.

Variational principles have turned out to be of great practical use in modern
theory. They often provide a compact and general statement of theory, invariant
or covariant under transformations of coordinates or functions, and can be used to
formulate internally consistent computational algorithms. Symmetry properties are
often most easily derived in a variational formalism.

1.1 The principle of least time

The law of geometrical optics anticipated by Hero of Alexandria was formulated
by Fermat (1601-1655) as a principle of least time, consistent with Snell’s law of
refraction (1621). The time for phase transmission from point P to point Q along

a path x(¢) is given by
T = /Q ds (1.1)
P (s)’ .

where ds is a path element, and v is the phase velocity. Fermat’s principle is that
the value of the integral T should be stationary with respect to any infinitesimal
deviation of the path x(¢) from its physical value. This is valid for geometrical optics
as a limiting case of wave optics. The mathematical statement is that 67 = 0 for
all variations induced by displacements 6x(¢). In this and subsequent variational
formulas, differentials defined by the notation é - - - are small increments evaluated
in the limit that quadratic infinitesimals can be neglected. Thus for sufficiently small
displacements 6x(¢), the integral T varies quadratically about its physical value. For
planar reflection consider a ray path from P : (—d, —h) to the observation point
0 : (—d, h) via an intermediate point (0, y) in the reflection plane x = 0. Elapsed
time in a uniform medium is

T(y) = {\/d2+(h+y)2+\/d2+(h—y)2}/v, (1.2)

to be minimized with respect to displacements in the reflection plane parametrized
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by y. The angle of incidence 6; is defined such that

: h+y
sinf; = ————
d*+ (h +y)?
and the angle of reflection 6, is defined by
h—y
V& + (= y?
The law of planar reflection, sin §; = sin 6,, follows immediately from

oT . .
— = (sinf; —sinb,)/v = 0.
dy

sinf, =

To derive Snell’s law of refraction, consider the ray path from point P : (—d, —h)
to Q : (d, h) via point (0, y) in a plane that separates media of phase velocity
v; (x < 0)and v, (x > 0). The elapsed time is

T(y) = v 'Vd2+ (h+y)?+ v 'Vd2 + (h — )2 (1.3)
The variational condition is

oT ) .
— =sin6;/v; — sin6, /v, = 0.
dy

This determines parameter y such that

sin 6; v;

= —, 1.4
sin 6, vy (1.4)

giving Snell’s law for uniform refractive media.

1.2 The variational calculus

Derivation of a ray path for the geometrical optics of an inhomogeneous medium,
given v(r) as a function of position, requires a development of mathematics beyond
the calculus of Newton and Leibniz. The elapsed time becomes a functional 7 [x(?)]
of the path x(¢), which is to be determined so that 67 = O for variations §x(t)
with fixed end-points: 6xp = §xp = 0. Problems of this kind are considered in the
calculus of variations [5, 322], proposed originally by Johann Bernoulli (1696),
and extended to a full mathematical theory by Euler (1744). In its simplest form,
the concept of the variation §x(¢) reduces to consideration of a modified function
X () = x(t) + ew(¢) in the limit ¢ — 0. The function w(¢) must satisfy conditions
of continuity that are compatible with those of x(¢). Then §x(#) = w(¢) de and the
variation of the derivative function is §x'(¢) = w/(¢) de.
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The problem posed by Bernoulli is that of the brachistochrone. If two points are
connected by a wire whose shape is given by an unknown function y(x) in a vertical
plane, what shape function minimizes the time of descent of a bead sliding without
friction from the higher to the lower point? The mass of a bead moving under gravity
is not relevant. It can easily be verified by trial and error that a straight line does not
give the minimum time of passage. Always in such problems, conditions appropriate
to physically meaningful solution functions must be specified. Although this is a
vital issue in any mathematically rigorous variational calculus, such conditions
will be stated as simply as possible here, strongly dependent on each particular
application of the theory. Clearly the assumed wire in the brachistochrone problem
must have the physical properties of a wire. This requires y(x) to be continuous,
but does not exclude a vertical drop. Since no physical wire can have an exact
discontinuity of slope, it is reasonable to require velocity of motion along the wire
to be conserved at any such discontinuity, so that the hypothetical sliding bead does
not come to an abrupt stop or bounce with undetermined loss of momentum. It can
easily be verified that a vertical drop followed by a horizontal return to the smooth
brachistochrone curve always increases the time of passage. Thus such deviations
from continuity of the derivative function do not affect the optimal solution.

The calculus of variations [5, 322] is concerned with problems in which a function
is determined by a stationary variational principle. In its simplest form, the problem
is to find a function y(x) with specified values at end-points xo, x; such that the
integral J = fx);‘ f(x,y,y)dx is stationary. The variational solution is derived

from
0 0
8]:/ 8y—f+8y’—f dx =0
dy ay’

after integrating by parts to eliminate §y’(x). Because

ay’ Y’ [y dx oy’

8J = 0 for fixed end-points §y(xg) = §y(x;) = 0if
- — ——=0. (1.5)

This is a simple example of the general form of Euler’s equation (1744), derived
directly from a variational expression.

Blanchard and Briining [26] bring the history of the calculus of variations into
the twentieth century, as the source of contemporary developments in pure math-
ematics. A search for existence and uniqueness theorems for variational problems
engendered deep studies of the continuity and compactness of mathematical entities
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that generalize the simple intuitive definitions assumed by Euler and Lagrange. The
seemingly self-evident statement that, for free variations of the function y(x),

of d df
L ) sydx =0
/(ay dxay'>”

implies Euler’s equation, was first proven rigorously by Du Bois-Reymond in 1879.
With carefully stated conditions on the functions f and y, this made it possible to
prove the fundamental theorem of the variational calculus [26], on the existence of
extremal solutions of variational problems.

1.2.1 Elementary examples

A geodesic problem requires derivation of the shortest path connecting two points
in some system for which distance is defined, subject to constraints that can be
either geometrical or physical in nature. The shortest path between two points in a
plane follows from this theory. The problem is to minimize

X1 X1 dy 2
J=/ f(x,y,y’)dX=/ dx 1+<—) ,
X0 X0 dx

W, W, WY
0x ’ dy ’ ay’ /1+y/2

In this example, Euler’s equation takes the form of the geodesic equation

where

d y’

S —
dx /1 + y/2
The solution is y’' = const, or

X1 — X X — Xo
y(x) = yo +n ,
X1 — Xo X1 — Xo

a straight line through the points xg, yo and xq, y;.
In Johann Bernoulli’s problem, the brachistochrone, it is required to find the
shape of a wire such that a bead slides from point 0, O to x;, y; in the shortest

time 7 under the force of gravity. The energy equation %mv2 = —mgy implies

v = 4/—2gYy, so that
X1 ds X1 ,
T = — = S, y)dx,
o UV 0
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where f(y,y) =+/—( + y?)/2gy. Because df/dx = 0, the identity

d (., of o (daf of
i 0= 1) = (G-

and the Euler equation imply an integral of motion,

L of ~1

— —f= = const.

y
dy’ V—2gy(1 +y?)

On combining constants into the single parameter a this implies

2
-2

1+ (d—y) ==
dx y

The solution for a bead starting from rest at the coordinate origin is a cycloid,
determined by the parametric equations x = a(¢ — sin¢) and y = a(cos¢ — 1).
This curve is generated by a point on the perimeter of a circle of radius a that
rolls below the x-axis without slipping. The lowest point occurs for ¢ = m, with
x; = ma and y; = —2a. By adding a constant ¢ to ¢, a can be adjusted so that the
curve passes through given points xg, yg and xy, y;.

1.3 The principle of least action

Variational principles for classical mechanics originated in modern times with the
principle of least action, formulated first imprecisely by Maupertuis and then as
an example of the new calculus of variations by Euler (1744) [436]. Although not
stated explicitly by either Maupertuis or Euler, stationary action is valid only for
motion in which energy is conserved. With this proviso, in modern notation for
generalized coordinates,

o
3f p-dq=0, (1.6)
P

for a path from system point P to system point Q.

For a particle of mass m moving in the (x, y) plane with force per mass (X, Y),
instantaneous motion is described by velocity v along the trajectory. An instanta-
neous radius of curvature p is defined by angular momentum £ = mvp such that
the centrifugal force mv?/p balances the true force normal to the trajectory. Hence,
following Euler’s derivation, Newtonian mechanics implies that

v? Ydx — Xdy

P \/dx?+dy?

along the trajectory. The principle of least action requires the action integral
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[vas= [ vas /1+(j;_§)2

to be stationary. The variation of v along the trajectory is determined for fixed
energy E =T 4 V by

per unit mass

1 [V v
vdy = —— <—dx + a—dy) — Xdx + Ydy.
y

m \ ox
Thus vg—z = X and vg—: = Y. Euler’s equation then takes the form
d ! Y ——
R L R 1 + y/z — 0,
dx \ \/1+ y”? v

where y' = dy/dx. The local curvature of a trajectory is defined by
1 d ol 3
==Y/ +y?] ="/ + 7).
p dx

Using this formula and Z—)’j = % Euler’s equation implies

v X+Yy)y Y
v &Y Y Ao,
P vyl 4y? v

This reproduces the formula derived directly from Newtonian mechanics:

v’ Y —Xy'  Ydx— Xdy

P JT+y? A2 +dy?

Euler’s proof of the least action principle for a single particle (mass point in mo-

tion) was extended by Lagrange (c. 1760) to the general case of mutually interacting
particles, appropriate to celestial mechanics. In Lagrange’s derivation [436], action
along a system path from initial coordinates P to final coordinates Q is defined by

0

A:Zma/ vadsa:Zma/ X, - dx,. 1.7

a P a P

Variations about a true dynamical path are defined by coordinate displacements
8x,. Velocity displacements X, are constrained so as to maintain invariant total
energy. This implies modified time values at the displaced points [146]. The energy
constraint condition is

vV
SE = Z (mx 8%, + . 8xa) =0.
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The induced variation of action is

0o
SA = Zm/ (X, - d8X, + 8%, - dx,)
a P

)
= MaXq - 6X,|% — Zm/ (dX, - 8X, — X,dt - 8%,),
a a P

on integrating by parts and using dx, = X,dt. The final term here can be replaced,
using the energy constraint condition. Then, using dx, = X,dr,

Q Vv
5A = Zmaxa : 8Xa|g - Z/ (maia + 9% ) - 8X,dt.
a a P a

If the end-points are fixed, the integrated term vanishes, and A is stationary if
and only if the final integral vanishes. Since §x, is arbitrary, the integrand must
vanish, which is Newton’s law of motion. Hence Lagrange’s derivation proves that
the principle of least action is equivalent to Newtonian mechanics if energy is
conserved and end-point coordinates are specified.




2

Classical mechanics

The principal references for this chapter are:

[26] Blanchard, P. and Briining, E. (1992). Variational Methods in Mathematical

Physics: A Unified Approach (Springer-Verlag, Berlin).

[146] Goldstein, H. (1983). Classical Mechanics, 2nd edition (Wiley, New York).

[187] Jeffreys, H. and Jeffreys, B.S. (1956). Methods of Mathematical Physics,
3rd edition (Cambridge University Press, New York).

[208] Kuperschmidt, B.A. (1990). The Variational Principles of Dynamics (World
Scientific, New York).

[210] Lanczos, C. (1966). Variational Principles of Mechanics (University of Toronto
Press, Toronto).

[240] Mercier, A. (1959). Analytical and Canonical Formalism in Physics (Interscience,
New York).

[323] Pauli, W. (1958). Theory of Relativity, tr. G. Field (Pergamon Press, New York).

[393] Synge, J.L. (1956). Relativity: the Special Theory (Interscience, New York).

[436] Yourgrau, W. and Mandelstam, S. (1968). Variational Principles in Dynamics and
Quantum Theory, 3rd edition (Dover, New York).

2.1 Lagrangian formalism

Newton’s equations of motion, stated as “force equals mass times acceleration”,
are strictly true only for mass points in Cartesian coordinates. Many problems of
classical mechanics, such as the rotation of a solid, cannot easily be described in
such terms. Lagrange extended Newtonian mechanics to an essentially complete
nonrelativistic theory by introducing generalized coordinates ¢ and generalized
forces Q such that the work done in a dynamical process is ) , Qxdgqx [436]. Since
this must be the same when expressed in Cartesian coordinates, it follows that
Or=>,Xs- %, where the Newtonian force is X, = —;TV Equi\;z:/lently, if the

potential function is V ({¢}) in generalized coordinates, then Q; = — e The New-
tonian kinetic energy 7 = % > ma)'(ﬁ defines momenta p, = % = m,X,, which
becomes p; = % when kinetic energy is expressed as T ({g, q}). The equations
of motion p, = X transform into p, = Q. Although this can be shown by direct

11



12 2 Classical mechanics

transformation, a more elegant and ultimately more general procedure is to prove
the variational principle of Hamilton in a form that is valid for any choice of gen-
eralized coordinates.

2.1.1 Hamilton’s variational principle

The principle of least action suffers from the awkward constraint that energy must be
fixed on nonphysical displaced trajectories. Following the introduction by Lagrange
of a dynamical formalism using generalized coordinates, it was shown by Hamilton
that a revised variational principle could be based on a new definition of action that
had the full generality of Lagrange’s theory. Hamilton’s definition of the action
integral is

n
1 =/ Ldt, 2.1)
fo

where the Lagrangian L is an explicit function of generalized coordinates {¢g} and
their time derivatives {g},

Generalized momenta are defined by p; = % and generalized forces are defined
by Oy = g—qu. When applied using ¢ as the independent variable, Euler’s variational

equation for the action integral I takes the form of Lagrange’s equations of motion
——— - —=0. (2.3)

Hamilton considered variations §¢(¢) that define continuous generalized trajectories
with fixed end-points, g(fy) = go and ¢(¢;) = g;. The variational expression is

n oL oL
51=f dt {8¢(t1)— + 8q(t1)— } = 0.
o aq dq

Following the logic of Euler, after integrating by parts to replace the term in §g by
one in §q, this implies the Lagrangian equations of motion.

2.1.2 Dissipative forces

Hamilton’s principle exploits the power of generalized coordinates in problems with
static or dynamical constraints. Going beyond the principle of least action, it can also
treat dissipative forces, not being restricted to conservative systems. If energy loss
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during system motion due to a nonconservative force is —dW, where dW =
>k Q.dq, then a dissipative action function is defined by its variation 8§ =
ftf)' (8L 4+ 8W)dt. Hamilton’s variational principle implies modified equations of
motion

The dissipative term takes the form of a nonconservative force, Q,, acting on the
generalized coordinate gy.

2.1.3 Lagrange multiplier method for constraints

The differential form dX; = ), axjdqx + aindt =0 defines a general linear
constraint condition. For an integrable or holonomic constraint, expressed by
X ;({qx}, t) = 0, the coefficients are partial derivatives of X; such that a;; = %
anday;, = % Nonintegrable or nonholonomic constraints are defined by the differ-
ential form. In applications of Hamilton’s principle, 6 X ; differs from d X ; because
the displacement of each point on a trajectory is defined such that 6 = 0. Hence
the coefficients ay, drop out of 6X ;.

Lagrange introduced the very powerful method of Lagrange multipliers to incor-
porate such constraints into the formalism of analytical dynamics. The basic idea
is that if a term X ;A ; is added to L, its gradients provide a generalized internal
force that dynamically enforces the desired constraint. The Lagrange multiplier
A; provides a generalized coordinate whose value is to be determined so that the
constraint condition is satisfied. This artificial coordinate characterizes an effective
potential well whose extremum stabilizes a system conformation that satisfies the
constraint condition. Because the added term X ;A ; vanishes when the constraint
condition is satisfied, it does not change any physical properties of the system except
by avoiding dynamical states incompatible with the constraint.

The equations of motion, generalized to include holonomic or nonholonomic
constraints with Lagrange multipliers, are

These equations are to be supplemented by the alternative constraint conditions:

Xj({qk}’ t) = Oa

Zakjilk +an =0,
k



14 2 Classical mechanics

for holonomic and nonholonomic constraints, respectively. The number of equa-
tions equals the number of unknown quantities {g, A;} in either case. Forces of
constraint Q) = > j axjAj appear in the modified Lagrange equations.

A simple example of the use of Lagrange multipliers is a hoop of mass M
and radius r rolling without slipping down an inclined plane [146]. Appropri-
ate generalized coordinates are x, the distance from the top of the plane to the
point of contact and 6, the angle of rotation of the hoop. If the plane is at
a fixed angle ¢ from the horizontal, kinetic and potential energy are, respec-
tively, T = yMx? + M P20,V =-M gx sin¢ subject to the differential con-
straintd X = rdf —dx = 0.6(T — V 4 XA)replaces § L, where A is the Lagrange
multiplier for the constraint. The coefficients in the differential constraint form are
ag = r and a, = —1. The equations of motion and constraint are

Mx — Mgsing + A =0,
Mr0 —ar =0,
rd —x = 0.

The solution is simplified because r6 = X implies M = A, so that ¥ = g sin¢/2.
Hence A = Mgsin¢/2, and —A is the translational force of constraint. The angu-
lar acceleration is 6 = gsin¢/2r. The hoop rolls with half the unconstrained
translational acceleration.

2.2 Hamiltonian formalism

Generalizing Newton’s equations of motion, Lagrange’s equations also set the time
rate of change of momenta p equal to forces Q. Hamilton recognized that these
generalized momenta could replace the time derivatives ¢ as fundamental variables
of the theory. This is most directly accomplished by a Legendre transformation, as
described in the following subsection.

2.2.1 The Legendre transformation
Given F(x, y) such that
oF oF
dF =u(x,y)dx +v(x,y)dy = —dx + —dy,
ox dy

it is often desirable to transform to different independent variables (u, y). The
alternative function G(u, y) = F(x, y) —ux characterizes a Legendre trans-
formation, such that dG =dF —udx —xdu = vdy — x du. Thus the partial
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derivatives are
G G
E =v(x, y), o

expressed as functions of the original variables.

This transformation is used to define thermodynamic functions that depend
on easily measurable variables such as pressure and temperature [57, 403]. For
example, the thermodynamic function X:enthalpy is determined by V:volume,
S:entropy, T :temperature, and P:pressure through the differential form dX =
TdS + VdP. A Legendre transformation from the abstractly defined entropy S to
the directly measurable temperature 7 defines the Gibbs function G = X — T'S.

Changes dG = —S dT + V dP of the Gibbs function are determined by temperature
3G

_x’

and pressure changes. In an isothermal process, 55 = V is the system volume. In
an isobaric process, % = —§ directly measures the entropy.

2.2.2 Transformation from Lagrangian to Hamiltonian

Independent variables {g} in a general time-dependent Lagrangian L are replaced
by momenta {p} using a Legendre transformation that defines the Hamiltonian
function H(p, q,1) = Y, prdx — L(q, ¢, t). Using the definition p; = (;’—qﬁ and the
Lagrangian equations of motion, the transformation removes terms in dq, from the
differential form dH = ), {q,dpi — prdai} — %dt. The implied partial deriva-

tives give Hamilton’s equations of motion

. 0H
e = 7>
Ik

24

 om 24)
b= an.

Alternatively, an auxiliary variable wy; can be introduced, constrained to be
dynamically equal to ¢, using a Lagrange multiplier that turns out to be the
substituted variable p;. The constraint condition in this ingenious procedure is
X = q, — wr = 0. The modified Lagrangian is

L'=Lig.w)+ Y pilg — wp)
k

=Y pedy - [Zpkwk — L(q, w)]
k k

— Zpqu - H(p’q’ w)v
k

in agreement with the Legendre transformation. The constrained equations of
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motion are

oL’ . oH 0
P ke Ik Pk

d oL’ oL’ - oH 0
T as T =p — =0
dtdg, g g

oL’ oL oH
—=——p=——=0.
oWy owy owy

The first and second of these equations are Hamilton’s equations of motion. The

first and third establish wy = ¢, and py = Fu, @S dynamical conditions, equivalent
AL
to px = 34,

2.2.3 Example: the central force problem

In spherical polar coordinates, for one mass point moving in a central potential
V =V(r),

1 .
T = Em(fz +r26%).

aT

The Hamiltonianis H = 2m + 2mr2 + V(r), where p, = aa_ =mr,and pyg = 35 =

mr?6. Using the relevant partial derivatives, Hamilton’s equations of motion are

po=0;  6=-"L0;

mr

. A% . Pr
p—mr9—— F=—.
ar m

For specified energy E and angular momentum py = const = £,onsolving H = E
for p,,

mi = p, = [2m(E — V(r)) — £2/r2]=.

A trajectory r(t) is obtained by integrating 7 between turning points, where the
argument of the square root vanishes. Using d6 = mi dr this formula for 7 provides

an equation to be integrated for a classical orbit,

O L omE — vy — /714
dr r
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2.3 Conservation laws

Conservation of energy follows directly from Hamilton’s equations. The differential
change of the Hamiltonian along a trajectory is

) ) oH
dH = Zk:(qkdpk — pidqr) + Wdt,

using the Hamiltonian equations of motion. The total time derivative is

dH_Z(_ . ,,)+8H_8H
dr i 4dxPx — Pirdrk ar a1

Hence, stated as a theorem,

oH
o =0= H(t) = E = const,

and energy is conserved unless H is explicitly time-dependent.

Since Hamilton’s equations imply that p, =0 if % =0, pi is a constant of
motion if g is such an ignorable coordinate. An ingenious choice of generalized
coordinates can produce such constants and simplify the numerical or analytic task
of integrating the equations of motion.

The close connection between symmetry transformations and conservation laws
was first noted by Jacobi, and later formulated as Noether’s theorem: invariance
of the Lagrangian under a one-parameter transformation implies the existence of a
conserved quantity associated with the generator of the transformation [304]. The
equations of motion imply that the time derivative of any function E(p, q) is

. & & 0EJH 0JEJ0H
() TR R
2k:<361kk api' " Z

T dqi dpx  Opi dqk

which defines a classical Poisson bracket {E, H}. A constant of motion is charac-
terized by {E, H} = 0. Invariance under a symmetry transformation implies such
a vanishing Poisson bracket for the symmetry generator.

By Noether’s theorem, invariance of the Lagrangian under an infinitesimal time
displacement implies conservation of energy. This is consistent with the direct proof
of energy conservation given above, when L and by implication H have no explicit
time dependence. Define a continuous time displacement by the transformation ¢t =
t" + a(t’) where a(fy) = a(t;) = 0, subjectto o« — 0. Time intervals on the original
and displaced trajectories are related by dt = (1 + o')dt’ ordt’ = (1 — o’)dt. The
transformed Lagrangian is

oL

L(g.9) = L(g.4'(1 =) = Liq, 4) = D 54"
k i
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The transformed action integral is

I =f1L(q,Q)dt:flL(q,q/(l—o/))(l—l—o/)dt/.

fo fo

In the limit &« — O this is
h oL
Ia~>0=1_/ Z—qk—L a/dl‘/.

o k aqk
Treating o as a generalized coordinate, its equation of motion is
d oL’ d
- = . — L) =0,
dr’ da’ —  dr’ (; P )
sothat H = ), prg;, — L = const = E.

Similarly for translational invariance, an infinitesimal coordinate translation is
defined for a single particle by

X, = x; + a(t), a— 0.

Assuming invariant potential energy, the transformed kinetic energy is
1 o .
T.=5 Xi:mi(xi +ay =T+ Xi:mixi A+ 0(@?).

Treating the components of «x as generalized coordinates, an equation of motion is
implied in the form
L,
o

= E m;X; = const = P,
i

the conservation law for linear momentum.

2.4 Jacobi’s principle

As an introduction to relativistic dynamics, it is of interest to treat time as a dy-
namical variable rather than as a special system parameter distinct from particle
coordinates. Introducing a generic global parameter T that increases along any
generalized system trajectory, the function #(t) becomes a dynamical variable. In
special relativity, this immediately generalizes to #; () for each independent particle,
associated with spatial coordinates x;(7). Hamilton’s action integral becomes

I :/Lt’dr, (2.5)
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where ' = dt/dt. Limiting the discussion to conservative systems, with fixed
energy E, the modiﬁed Lagrangian Lt’ does not depend on ¢. Hence the generalized

momentum p; = 3 2_(Lt") is a constant of motion. In detail,

pz—L+Z ' — = —Zplq, —E.
0q; 8t

Again anticipating relativistic dynamics, energy is related to momenta as time is
related to spatial coordinates.

Since time here is an “ignorable” variable, it can be eliminated from the dynamics
by subtracting p;t’ from the modified Lagrangian and by solving H = E for ¢’ as
a function of the spatial coordinates and momenta. This produces Jacobi’s version
of the principle of least action as a dynamical theory of trajectories, from which
time dependence has been removed. The modified Lagrangian is

A=Lt'—pt' =T -V + E) =2Tt',

such that
iA=—(Ll‘)—p,—0
ot’ ot’
Since kinetic energy is positive, the action integral A = [ 27'¢'dt is nondecreas-
ing. This suggests using a global parameter T = s defined by the Riemannian line
element

d52 = Zm,’j dqi dqj‘,
iJ

where the positive-definite matrix m;; defines a mass tensor as a function of gener-

alized coordinates. Then
57 = Zmijqi% =2T
i,j

This makes it possible to express ¢’ as a function of the generalized coordinates and
momenta. §2 = (s'/t")? = 2T implies that ds = (2T)2dt, or t' = (2T)"2s". The
reduced action integral, originally derived by Jacobi, is

A= fZTt/dr = f(zT)is’dr = /(QT)éds,

Because variations are restricted to those that conserve energy, 27 = 2(E — V) and
ds = 2(E — V))%dt along the varied trajectories. The action integral becomes

:/Z(E—V)dt:/Zmijqujdt:/Zpiin-
i,j i
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8 A = 0 subject to the energy constraint restates the principle of least action. When
the external potential function is constant, the definition of ds as a path element
implies that the system trajectory is a geodesic in the Riemann space defined by
the mass tensor m;;. This anticipates the profound geometrization of dynamics
introduced by Einstein in the general theory of relativity.

2.5 Special relativity

The concept of a mass point remains valid, but a time interval d¢ can no longer
be treated as a nondynamical parameter. Einstein’s basic postulate [323, 393] is
that the interval ds between two space-time events is characterized by the invariant
expression

ds® = 2dr* — dx* — dy* — dz°,

where c is the constant speed of light. The space and time intervals can be measured
in any reference frame in uniform linear motion, referred to as an inertial frame.
Space and time intervals measured in two such inertial frames are related by a
linear Lorentz transformation, parametrized by the velocity and direction of relative
motion. It is convenient to introduce Minkowski space-time coordinates

dx,, = (dxy,dxy,dx3, dxs) = (dx,dy,dz,icdt),

suchthatds® = —dx,dx,, using the summation convention of Einstein. A covariant
4-vector A, is defined by four quantities that are related by the appropriate Lorentz
transformation when measured in two different inertial frames.

Since dt cannot be singled out for special treatment, the covariant generalization
of Hamilton’s variational principle for a single particle requires an invariant action
integral

I :fA(xM,uﬂ,r)dr,

where ¢?dt? = ds*> > 0 for a timelike interval defines an invariant proper time
interval dt. u, = dx, /dt defines a covariant velocity 4-vector. The variational
condition 6/ = 0, for fixed end-points x2 and x ,i separated by a timelike interval,
implies relativistic Lagrangian equations of motion

dt du, 0x,
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2.5.1 Relativistic mechanics of a particle

As measured in some inertial reference frame, the instantaneous particle velocity
is v=(dx/dt,dy/dt,dz/dt). It is customary to define noninvariant parameters
B=v /c and y = (1 — B?)z. The definition of the invariant interval ds? implies

that dt? = dt*>(1 — B?), where dt is the measured time interval. Hence j—’ =y,as
defined above. The spatial components of the 4-velocity are u = y v and the time
componentisus = iyc.Henceu,u, = (v? — ¢*)y? = —c?, aspace-time invariant.

Unlike classical mechanics, the 4-acceleration is not independent of the 4-
velocity. Because u,u,, is invariant, its T-derivative must vanish, so that

du
g

This implies a relationship between classical velocity and acceleration,

=0.

2dy
dt
which is an immediate consequence of the definition of y.

The variational formalism makes it possible to postulate a relativistic Lagrangian
that is Lorentz invariant and reduces to Newtonian mechanics in the classical limit.
Introducing a parameter m, the proper mass of a particle, or mass as measured in its
own instantaneous rest frame, the Lagrangian for a free particle can be postulated

d
L= - =0,
A4 o (yv)—c

to have the invariant form A = %mu ulty = —%mcz. The canonical momentum is
pu = mu, and the Lagrangian equation of motion is

d

—py = —(@mu,)=0

de PP g e

which clearly reduces to Newton’s equation when g — 0.

As measured in an inertial reference frame, the spatial components of the canon-
ical momentum are p = myv and the time component is py = imyc. This can be
related to classical quantities by defining the relative energy as E = myc? so that
= éE . Thus p, is an energy—momentum vector, for which p, p, = —m?c?, a
constant for unaccelerated motion. In terms of classical quantities, this invariant
norm is expressed by p? — f—; = —m?c?, or E* = m*c* + p*c?, which implies the
famous Einstein formula E = mc? in the instantaneous rest frame of a particle.
In the limit 8 — 0, E = mc? + %mv2 + - -+, verifying the classical formula for
kinetic energy.

The free-particle Lagrangian A is a space-time constant —%mcz. If terms are

added that are invariant functions of x,,, the equations of motion become

d‘L’pM = Xy
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defining a covariant Minkowski 4-force X, = %
I

modified if these added terms depend explicitly on the 4-velocity u,. It can no
longer be assumed that the rest mass is constant.

. The canonical momenta are

If m is not constant, the equations of motion are

A (i) dmdxe
dt dt

~ dt dt dr?

On multiplying by u, = dx,/dt and summing, and using u,u, = —c?, which
implies u u%” « = 0, this reduces to

d
—(mc?) = =X, uy.

dt

The rest mass remains constant if the 4-force and 4-velocity are orthogonal in the
Minkowski sense that X ,u, = 0.

Inrelativistic theory, energy is acomponent of the 4-momentum, and is conserved
only under particular circumstances. Given % =y (%, the equation of motion for
ps=1iE/cis

d
—(@{E/c) = Xa4.
v /€)= X4
Consider a 4-force X, that does not change the rest mass m. As shown above,
Xuuy, =iycXs+yX-v=0,sinceus = iycandu = yv. Then X4 = £X - v for

such a force, and

dp_x
—E=X-v.
Viar

2.5.2 Relativistic motion in an electromagnetic field

The classical electromagnetic force acting on a particle of charge ¢ is the Lorentz
force (in Gaussian units)

Q=q{5+éwx34,
where, in terms of scalar and vector potentials ¢, A,
B=V XA, E=-V¢o———.
After expanding the triple vector product v X V X A =v X B,

N PN
Q_C{aX(A vV — ¢c) th}. (2.6)
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This is of the form

ox dt v’
where W = (A - v — ¢0).
Given the electromagnetic 4-vector field A, = (A, i¢) and the 4-velocity u, =
(yv,iyc), W is the classical limit of a relativistic invariant y W = %AMu - This
term augments the free-particle relativistic Lagrangian to give

1
A = Sty + %Auuu. @.7)

The canonical momentum is p,, = mu, + £A,. If defined such that py = fE ,
the energy is E = mc?y + q¢, adding electrostatic energy to rest energy mc> and
relativistic kinetic energy T = mc?(y — 1). Because mu,mu, = (p — %A)M(p -
1A), = —m?c?, energy and momentum are related by (p — %A)2 — (mc® +
T)?/c? = —m?*c?, or

2
(mc2 + T)2 = (p — C—IA) 2+ m?ct.
c

Written as a formula for iteration, this is

T = (p — %A)2 /(2m LT/,

The Lagrangian equations of motion are

d q q 0
= Ta,) =L =),
(mu“+c " caxu( )

Using 0% =y %, these equations can be written as

Lmiy =X, =L Ay — v a 3)
—(mu,) = ==-1—Au)—y— . .
Varmt e lax, U Var

Comparing the classical force Q, given above, the spatial components of X, are
X = yQ, verifying the historical fact that Maxwell’s theory is covariant under

Lorentz transformations.
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Before undertaking the major subject of variational principles in quantum mech-
anics, the present chapter is intended as a brief introduction to the extension of
variational theory to linear dynamical systems and to classical optimization meth-
ods. References given above and in the Bibliography will be of interest to the reader
who wishes to pursue this subject in fields outside the context of contemporary theor-
etical physics and chemistry. The specialized subject of optimization of molecular
geometries in theoretical chemistry is treated here in some detail.

3.1 Linear systems

Any multicomponent system whose dynamical behavior is governed by coupled
linear equations can be modelled by an effective Lagrangian, quadratic in the sys-
tem variables. Hamilton’s variational principle is postulated to determine the time
behavior of the system. A dynamical model of some system of interest is valid if it
satisfies the same system of coupled equations. This makes it possible, for example,

25



26 3 Applied mathematics

to construct an electrical circuit model of a mechanical system, or to reduce either
to a computer model with the appropriate choice of parameters.

Forexample [146], a system of interconnected electrical circuits and a mechanical
system of masses connected by springs satisfy the same linear equations if system
parameters are related by the following definitions:

Symbol Electrical circuit Masses on springs

1 current displacement

M inductance reciprocal mass tensor
R resistance viscous force

C capacitance inverse spring constant
E external emf driving force

The Lagrangian for this linear system is

1 . 1 1 .
J J

A dissipation function adds a nonintegrable term
SW = - Rl ;8
J
to § L. The implied equations of motion are

ZMjki.k+Rjjj+Ij/Cj:Ej(t)-
k

3.2 Simplex interpolation

In many practical applications of nonlinear optimization, a linear approximation
is iterated until some vector of system parameters has negligible norm. At each
stage of such a process, previous steps provide a set of m < n trial vectors in an
n-dimensional parameter space, each associated with an output vector of gradients
of the quantity to be optimized. The next iterative step is facilitated if a linear com-
bination of such vectors can be found that produces an output vector of minimum
norm.

Linear interpolation can be described geometrically in terms of an m-simplex in
the n-dimensional parameter space. An m-simplex in a hyperspace of dimension
n >m is a set of m 4+ 1 points that do not lie in a subspace of dimension less
than m. For example, a triangle is a 2-simplex and a tetrahedron is a 3-simplex.
The interior of a simplex is the set of points X = ) _. x;A;, such that0 < A; < 1 and

Yh= 1.
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A typical optimization problem is to interpolate a vectorial function f(x) to
a given vector F by a least-square fit F ~ ) . f;A;, where f; = F(x;). The varia-
tional problem is to minimize %l > ik — F|?, subject to the linear constraint
> ;Ai =1, using a Lagrange multiplier p. The variational functional is 1, =
%Zi‘j(f,-ki —F)-(f;A; —F)— (3_; &; — ). The variational equations, for i =
1,...,m, are

J J

The simplest possible example is linear interpolation in a 1-simplex (xg, x;). The
system of linear equations is

foforo + fofiri —pu = foF
fiforo + fifiki —n = fiF
A+ A= 1.

The solution A¢ = %; = Jf]:f;%;

terpolation formula

i = 0 determines the coefficients in the in-

_ xo(f1 — F) +x1(F — fo)
fi—fo ’

X

3.2.1 Extremum in n dimensions

For an extremum in n dimensions, §W(q) = 0, where q is a vector of n gener-
alized coordinates. Generalized gradients, defined by p; = % fori =1,...,n,
must vanish at an extremum. A linear interpolating function P =), p;; is to be
interpolated to P > 0, at the corresponding point Q = ), q;1; in the coordinate
hyperspace. The variational equations for the simplex method are

J J

On solving these equations for the coefficients {2 ;}, the solution of minimum norm
is the interpolated gradient vector P, such that u = |P|> 2~ 0, at the interpolated
coordinate vector Q. The Lagrange multiplier w in this method provides an estimate
of the residual error.

At each step of an iterative method for nonlinear optimization, the subsequent
coordinate step Aq must be estimated. The vector Q, interpolated in a selected
m-simplex of prior coordinate vectors, must be combined with an iterative esti-
mate of the component of Aq orthogonal to the hyperplane of the simplex.
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A Hessian matrix

_ ?W

- 9q;q;’

is defined by small displacements about a given point, such that Ap = FAq. A
generalization of Newton’s method can be used to estimate the location of a zero

value of a vector from its given value and derivative. If an approximation to F~! is
maintained and updated at each iterative step, then

Aq=Aq; + Zqﬂw,
;

Fij

where

Aqu=-F'p+ > (F'p-a)lq- 9l;'q;.
i,j<m
Alternatively, the interpolation and extrapolation steps can be combined, using the
formula [75]

q=Q-F'P=) (q — F'p)h.

3.3 Iterative update of the Hessian matrix

Quadratic expansion of a function W(q) about a local extremum takes the form
1
~ w0 0
ij

At a general point, displaced from the extremum, gradients p; = ZTMI-/ do not vanish.
Newton’s formula estimates a displacement toward the extremum Aq = —Gp°,
where G is the inverse of the Hessian matrix F. Since F is not constant in a nonlinear
problem, if it cannot be computed directly it must be deduced from an initial
estimate followed by iterative updates. In many circumstances, the gradients at a
general point can be computed directly or estimated with useful accuracy. Then
each successive coordinate increment Aq is associated with a gradient increment
Ap. If the Hessian matrix is known, FAq = Ap for sufficiently small increments.
Given an estimated F°, it must in general be updated to be consistent with the
computed gradient increment Ap. This implies a linear formula for the increment of
F,AFAq = Ap — F°Aq. Since this provides only 7 equations for the n? elements
of AF, the incremental matrix cannot be determined from data obtained in a single
iterative step.

The practical problem is to find a way to use the information obtained in each
iterative step without making unjustified changes of the Hessian. This could be
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accomplished if the Hessian were projected onto two orthogonal subspaces, one of
which corresponds to a subset of m linearly independent increments Aq and the
corresponding Ap. A rank-m (Rm) update in the vector space spanned by these
coordinate increments is defined such that AqfAFAq = Aqf(Ap — F°Aq). This
condition is satisfied by

AF(Rm) = Ap(Aq'Ap)~' Aq(Ap — FPAq)(ApTagq) ™' Ap.
Alternatively, the inverse matrix G can be updated directly,
AG(Rm) = Aq(Ap'AQ) ™' ApT(Aq — G°Ap)(AqTap) ' AqT.

These formulas update the rank-m projection of F? or G°, using the nonhermitian
projection operator P,, = Ap(Aq'Ap)~!Aq', such that P),Aq = Aq, PnAp =
Ap, and P,,’P,, = P,,. This operator projects onto the m-dimensional vector space
spanned by the specified set of gradient vectors. The Rm update has the undesirable
property of altering the complementary projection of the updated matrix.

3.3.1 The BFGS algorithm

The BFGS (Broyden [42], Fletcher [124], Goldfarb [145], Shanno [379]) algor-
ithm is an update procedure for the Hessian matrix that is widely used in iterative
optimization [125]. The simpler Rm update takes the form

F=AFyu,+ F°—P,F°PI,

where AF,,,,Aq = Ap. Replacing this by a form that leaves the complementary
projection of F° unchanged,

F = AFym + (I = Pu)FI = P)),
the BFGS update of F? is

AF(BFGS) = Ap(AqTAp) 'AqT(Ap + F°Aq) (ApTAqQ) ' Apf
— Ap(AqTAP) ' AqTFO — FOAq(apTAq) ' ApT.

Alternatively, the BFGS update of G is

AG(BFGS) = Aq(Ap'Aq) ™' ApT(Aq + G°Ap) (AqTAp) ' Aq]
— Aq(Ap'Aq) ' APTG® — G'Ap(AqTAp) ' Aq'.

For exact infinitesimal increments, the matrix

dpldg = dq'dp = dq'F dq
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is symmetric and nonsingular at an extremum of W. When m > 1, the matrices
Ap'Aqand AqT Ap are not necessarily symmetric or even nonsingular when eval-
uated with approximate gradients away from an extremum. Any practical algorithm
must modify these matrices to remove singularities.

3.4 Geometry optimization for molecules

Quantum mechanical calculations of the electronic structure of molecules for fixed
nuclear coordinates involve lengthy calculations even using the sophisticated com-
putational methods that have evolved over half a century of computational quantum
chemistry. A principal output of such calculations is the variational energy as a func-
tion of the nuclear coordinates. Current methodology makes it possible to compute
the energy gradients or effective forces as well as the energy itself. For chemical
applications, equilibrium geometries and the coordinates of transition states must
be deduced from such data [357, 332, 439].

For such applications of classical optimization theory, the data on energy and
gradients are so computationally expensive that only the most efficient optimization
methods can be considered, no matter how elaborate. The number of quantum
chemical wave function calculations must absolutely be minimized for overall
efficiency. The computational cost of an update algorithm is always negligible
in this context. Data from successive iterative steps should be saved, then used to
reduce the total number of steps. Any algorithm dependent on line searches in the
parameter hyperspace should be avoided.

Molecular geometry can be specified either in Cartesian coordinates x,, for each of
N nuclei, or in generalized internal coordinates g, where k = 1,...,3N — 6 fora
general polyatomic molecule. Neglecting kinetic energy of nuclear motion because
of the large nuclear masses, six generalized coordinates corresponding to translation
and rotation are subject to no internal forces, and can be fixed or removed from the
internal coordinates considered in geometry optimization. Cartesian coordinates are
subject to six constraint conditions, which may be imposed directly or indirectly
using Lagrange multipliers. This number reduces to five for a linear molecule, since
rotation about the molecular axis is not defined.

An equilibrium state is defined for generalized coordinates such that the total
energy E({g}) is minimized. The energy gradients p = % are forces with reversed
sign. Coordinate and gradient displacements from m successive iterations are saved
asm x n column matrices, Aqx and Apy, respectively. The Hessian matrix is Fj; =
331_2—3qu, such that Newton’s extrapolation formula is Aq = —Gp°, where G = F~1.

In quasi-Newton methods, a parametrized estimate of F' or G is used initially,
then updated at each iterative step. Saved values of g, p can be used in standard
algorithms such as BFGS, described above.



3.4 Geometry optimization for molecules 31

3.4.1 The GDIIS algorithm

This method [75] uses simplex interpolation combined with an update step such as
BFGS. The variational functional is
2 m
— (Z Ck — 1) .
k=0

m
Z p e
k=0
The variational equations determined by §/,, = 0 are

Yoppl—pu=0 Y=L
J

J

1
IMIE

The interpolated gradient vector is p = Y, p“c, and the interpolated coordinate
vectoris § = Y, q“c. In the GDIIS algorithm, a currently updated estimate of the
inverse Hessian is used to estimate a coordinate step based on these interpolated
vectors. This gives

AG=q" —4=—(G’+AG)p
or, equivalently, with G = G* + AG,

q7'=q-Gp=>) (¢ - GpY)ar.
k

In test calculations [75] this algorithm was found to produce rapid convergence.
When combined with single-step (m = 1) BFGS update of the inverse Hessian, this
is a very efficient algorithm.

The GDIIS algorithm can locate saddle points (transition states), because it
searches specifically for a point at which all gradients vanish, independently of
the sign of the second derivative. A reaction path can be followed by selecting the
eigenvector of G that belongs to the eigenvalue of greatest magnitude [332].

3.4.2 The BERNY algorithm

This algorithm, standard in the widely used GAUSSIAN program system, is a
rank-m update of the Hessian matrix, in an orthonormal basis [356]. A basis of unit
vectors is constructed in the m-dimensional vector space spanned by the increments
Aq. For k = 1, m, define

k-1
d = Aqt — Zej(e/ - AQ).

J=1

Then orthonormal unit vectors are constructed such that

et = df(d* - db)2.
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A significant advantage of this procedure is that nearly linearly dependent vectors
can be eliminated at this stage, simply reducing the value of m. The resulting unit
vectors define an n x m column matrix. Using these unit vectors, the algorithm
solves an m x m system of linear equations in the e-space,

(Aq'e)ef Fe) = (ApTe).

The matrix (AqTe) is lower-triangular by construction. For the index range j <i <m,
solution matrix elements are determined by

i—1
(e'fFe/) = (AqTe)™! |:(Ap” e) — Z(AqiT eh)(ett Fej)j| .

k=1
The Hessian matrix F° + AF is updated and symmetrized, using

AF = Z e'[(eTFel);<; + (e/TFe);.; — (e'TFle/)]e/T.
i

Several aspects of the BERNY algorithm have a somewhat inconsistent math-
ematical basis. A modified algorithm may be more efficient. The Hessian matrix
can be constructed directly from gradient vectors but not from coordinate vectors.
The defining relation FAq = Ap implies that an Hermitian matrix F must have
the form ApAAp'. In principle, the unit vectors of the BERNY algorithm should
be in the Ap space. However, the orthonormalization process ensures numerical
stability by systematizing rejection of redundant coordinate increments Aq. One
might then propose an alternative algorithm, in which this basis is used to update
the inverse Hessian G. Because GAp = Agq, this matrix has the formal expansion
AqBAq'. The equations to be solved are

(Ap'e)e'Ge) = (Aqe).

In these equations, the matrix (Ap'e) is no longer triangular. However, the additional
computational effort may be unimportant if the number of iterative steps can be
reduced, thus saving energy and gradient evaluations. The matrix efGe is to be
symmetrized before updating G. The incremental matrix is

1 .- 1 .._ . . . "
AG = Ze [E(e’TGe-’) + E(e”Ge’) —~ (e’TGOef):| e/l
LJ



II

Bound states in quantum mechanics

This part introduces variational principles relevant to the quantum mech-
anics of bound stationary states. Chapter 4 covers well-known varia-
tional theory that underlies modern computational methodology for elec-
tronic states of atoms and molecules. Extension to condensed matter is
deferred until Part ITI, since continuum theory is part of the formal basis of
the multiple scattering theory that has been developed for applications in
this subfield. Chapter 5 develops the variational theory that underlies
independent-electron models, now widely used to transcend the practical
limitations of direct variational methods for large systems. This is ex-
tended in Chapter 6 to time-dependent variational theory in the context
of independent-electron models, including linear-response theory and its
relationship to excitation energies.
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Time-independent quantum mechanics
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In 1926, Schrodinger [365] recognized that the variational theory of elliptical differ-
ential equations with fixed boundary conditions could produce a discrete eigenvalue
spectrum in agreement with the energy levels of Bohr’s model of the hydrogen atom.
This conceptually startling amalgam of classical ideas of particle and field turned
out to be correct. Within a few years, the new wave mechanics almost completely
replaced the ad hoc quantization of classical mechanics that characterized the “old”
quantum theory initiated by Bohr. Although the matrix mechanics of Heisenberg
was soon shown to be logically equivalent, the variational wave theory became the
standard basis of methodology in the physics of electrons.

The nonrelativistic Schrodinger theory is readily extended to systems of N in-
teracting electrons. The variational theory of finite N-electron systems (atoms and
molecules) is presented here. In this context, several important theorems that follow
from the variational formalism are also derived.

Hartree atomic units will be used here. In these units, the unit of action #, the
mass m of the electron, and the magnitude e of the electronic charge —e are all set
equal to unity. The velocity of light c is 1 /o, where « is the fine-structure constant.

35
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The unit of length is ay, the first Bohr radius of atomic hydrogen. The Hartree unit
of energy is e?/ag, approximately 27.212 electron volts.

4.1 Variational theory of the Schrodinger equation

The Schrodinger equation for one electron is

{f +v() — e}y () =0,

wheref = — % V2, the kinetic energy operator of Schrodinger. For historical reasons,
this is written as

{H—¢€}y =0,

where H = 7 + v(r) is the Hamiltonian operator of the theory. It is assumed that
physically meaningful potential functions v(r) vanish for large r — oco. Solutions
¥ are required to be bounded in R?, 3-dimensional Euclidean space, and to be
continuous with continuous gradients except at Coulomb singularities of the po-
tential function. These conditions define the Hilbert space of trial functions for the
variational theory. Eigenfunctions of the one-electron Hamiltonian that lie in this
Hilbert space will be called orbital wave functions here.

Because ‘H is Hermitian, the energy eigenvalues € are real numbers. For any phys-
ically realizable potential function v(r), there is a lowest eigenvalue €y. For bound
states, discrete eigenvalues € < 0 are determined by the condition that the wave
function i must vanish as r — oo. Continuum states, with € > 0, are bounded,
oscillatory functions at large r, but must be regular at the coordinate origin. The
orbital Hilbert space is characterized by a scalar product (i|j) = f a’3rz//i*(r)w ().

4.1.1 Sturm—-Liouville theory

Itis generally true that the normalized eigenfunctions of an Hermitian operator such
as the Schrodinger H constitute a complete orthonormal set in the relevant Hilbert
space. A completeness theorem is required in principle for each particular choice of
v(r) and of boundary conditions. To exemplify such a proof, it is helpful to review
classical Sturm-Liouville theory [74] as applied to a homogeneous differential
equation of the form

LIf()] + Ap(x) f(x) =0,

where L[ f]1 = (pf’) — qf, for continuous p, p’, g with p, p > 0 in the interval
xo < x < x;. The Hilbert space of solutions f(x) is defined by real-valued con-
tinuous functions with continuous first derivatives over the interval xo < x < xq,
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subject to homogeneous boundary conditions (specified logarithmic derivatives) at
the end-points xg, x;.

A version of Green’s theorem follows from partial integration of the symmetric
integral

/(pfl/f2/+Qf1f2)dx = —/ LLLUALdx + pfi fal},

which implies

/(f1(X)L[f2(X)] — LOLLAi)Ddx = p(fif, — fil

For homogeneous boundary conditions, the logarithmic derivatives f|/fi and f,/f>
are equal at both end-points xg, x;. Hence the integrated term vanishes, and the
differential expression L[ f] is self-adjoint with these boundary conditions. The
weighting function p can be eliminated by converting to u = p% f. Then Alu] =
(Pu') — Qu, where

p q 1 d d i
P:—, Q:——p 2—(p—p 2)7
0
and

Alu(x)] + Au(x) = 0.

A Green function is defined as a solution of the inhomogeneous equation (using
a Dirac delta-function)

A[G(x, §)] = —5(x, &),

subject to the specified boundary conditions. Then

X1

u(x) = )»/ G(x, &Hu(é)dé
X0

is a solution of the differential equation with these boundary conditions. Because

Alu] is self-adjoint, u satisfies an homogeneous integral equation with a symmet-

rical kernel [74].

Starting from an assumed minimum eigenvalue A, for state uy(x), a nondecreas-
ing sequence can be built up one by one. A global constant can be added so that
Ao > 0, and then removed when all eigenvalues are determined. This construction
uses the theorem that the maximum value of (u|Glu) = [ [ u(s)G(s, Hu(t)dtds,
subject to (u|u) = 1, is given by the eigenfunction u( corresponding to the mini-
mum eigenvalue Ag. This follows from &[(u|G|u) — u((u|u) — 1)] = 0, for which
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the Euler equation is the homogeneous integral equation
[ 6. ouwrdr = o)

where the Lagrange multiplier © = A~!. The maximized value (u|G |u) is pu(u|u) =
Ao ! selecting the lowest eigenvalue. Given ug and Ao, consider the modified Green
function G(s,t) = G(s,t) — uo(s)kaluo(t). If (u|G|u) is maximized, subject to
the orthogonality constraint (u|ug) = 0 and to normalization (u#|u) = 0, the same
procedure obtains #; and the eigenvalue A;. Equivalently, u,,. | maximizes (u|G|u)
subject to orthogonality to all eigenfunctions u; withi < n. Thus an entire countable
sequence of eigenvalues and orthonormal eigenfunctions can be constructed.

If the full set of eigenfunctions is complete, any function x in the Hilbert space
that is orthogonal to all eigenfunctions must vanish identically. To prove this, sup-
pose that some function x exists such that (u;|x) =0,i <n, but (x|x) =1 and
AMx|G|x) =1 for finite positive A. The construction given above develops the
expansion

G(s, 1) = lim 2”: ui(s)ui(1)/ i,
i=0

which can be proven to converge uniformly for a positive-definite sequence
of eigenvalues (Mercer’s theorem) [74]. Because the summation in (x|G|x) =
lim,,_, Z;’IO(Xlui)(uﬂx)/)L,- vanishes term by term, due to the orthogonality
condition, the sum must converge to zero. Since A is assumed to be finite, and
(x1x) = A(x|Gly), this contradicts the hypothesis that x(x) is normalizable to
unity, implying that x (x) must vanish identically for xo < x < x; if it satisfies the
defining properties for functions u(x) in the Hilbert space. This proves completeness
of the orthonormal set of eigenfunctions in the designated Hilbert space [74].

4.1.2 Idiosyncracies of the Schrodinger equation

In time-dependent quantum mechanics, wave functions contain an inherently com-
plex time-factor. There is a significant notational advantage in treating wave func-
tions as complex fields even in bound-state applications of the theory. In particular,
complex spherical harmonics are assumed in the vector-coupling formalism re-
quired for systematic treatment of orbital and spin angular momentum. The Bloch
waves appropriate to regular periodic solids are also inherently complex fields. The
extension from real fields is straightforward, using a notation for matrix elements
such that

i1j) = / Pryt@y;m; () = / Py OHY D).
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This implies (j|i)* = (i|j). Orthonormality is expressed by (i|j) = §;;. If H is
Hermitian (self-adjoint), (i [H|j) — (jIH|i)* = (¢; — €)(i|j) = 0. Since (i]i) = 1,
€; must be real. If j # i, either €; = ¢; or (i] j) = 0.

For a single electron moving in a fixed potential function v(r) the coordinate range
is infinite in R* and positive energy eigenvalues lie in a continuum. This spectrum
can be discretized by placing the system in a polyhedral or spherical box. The first
alternative is appropriate to solid-state physics. Assuming a regular periodic lattice
composed of space-filling polyhedral atomic cells, periodic boundary conditions
are appropriate on each cell boundary. This situation will be discussed in detail in
the chapter on multiple scattering theory. A spherical boundary is appropriate to an
isolated atom. However, the relevant physics is not that of bound states but rather
the theory of electron scattering, which will also be discussed in a separate chapter.
For the variational theory of bound states, box normalization makes it possible to
consider completeness in terms of an artificially discrete eigenvalue spectrum, but is
not necessarily the most direct way to achieve practical completeness in variational
calculations. A widely used practical alternative is to retain the typical bound-state
boundary condition that functions vanish for r — oo, but to use discrete basis sets
constructed from spherical harmonics, powers of r, and exponential or Gaussian
exponential factors in radial wave functions. In general, practical completeness can
be achieved within some effective convergence radius that depends on the choice of
decay parameters for such exponential functions. If the boundary conditions allow
a true continuum, then the subset of bound states cannot be complete. The bound-
state sum must be augmented by an integral over a parameter associated with the
continuum.

The usual Hilbert-space requirement of continuous gradients is not appropriate to
Coulombic point-singularities of the potential function v(r) [196]. This is illustrated
by the cusp behavior of hydrogenic bound-state wave functions, for which the
Hamiltonian operator is

H=i+v@)=7—Z/r.

It is convenient to use spherical polar coordinates (r, 6, ¢) for any spherically
symmetric potential function v(r). The surface spherical harmonics Y," satisfy
Sturm-Liouville equations in the angular coordinates and are eigenfunctions of the
orbital angular momentum operator £ such that

C-0y" = e+ 1)y

LY =my".
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The kinetic energy operator takes the form

A L3 (20, 22
=———(r*— —.
2r2 or or 2r2

For a spatial wave function of the form
V(. 0.¢)=r""u(r)Y"@, ¢),
the radial wave equation is

2
{ d +€(6+1)+v(r)—e}u(r)=0.

S 2dr2 T 22

A radial wave function is normalized so that (u|u) = fooo u*(ru(rydr = 1.
A solution regular at the origin must have the form

u@r) = r@“(uo +ru;+---).

The leading terms in the radial equation for r ~'u are

p2 {l[_(g + e+ L+ 1)]u } +
5 0

1
! {5[—(6 +2)(€+ 1)+ £(¢ + Dlus — Zuo} +oo

The first term vanishes due to the leading factor in u(). To avoid a singularity, the
second term must vanish for £ = 0. This implies that

Z
L+1

which for £ = 0 is the Coulomb cusp condition. An external potential that is regular
at the origin cannot affect this 7*~! term even if £ > 0. Hence both even and odd
powers of r must be present in the wave function, which implies a discontinuous
gradient for £ = 0. The orbital Hilbert space must be defined so that the £ =0
angular components of wave functions satisfy this cusp condition when expanded
about Coulomb singularities in spherical polar coordinates.

uy = Uuop,

4.1.3 Variational principles for the Schrodinger equation

Schrodinger [365] defined the kinetic energy functional as the positive-definite
form T = % fr d*r Vyr*(r) - Vi (r), valid in a finite volume 7 enclosed by a sur-
face 0. When integrated by parts, defining 7 = —1V2, T = [ d’r y*(0)iy(r) +
% fa Y*(o)Vi (o) - do. With the usual boundary conditions for a large volume,
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the surface term vanishes, leaving the volume term as defined in subsequent liter-
ature, T = (Y |7|v). The surface term becomes important in scattering theory and
in solid-state theory using local atomic cells.

Defining the functional V = (y|v|yr), where v(r) is a local potential for which
E =T + V is bounded below, the Schrodinger variational principle requires E
to be stationary subject to normalization (Y|y) = 1 The variation § E induced
by 8y is expressed using the functional derivative S0° w* = H1r, defined such that

SE =8(W|H|Y) = fd3r{8w*w* + cc}. The variational condition is

E
S(E — eyl 1) = [ & (w {aw* —elﬁ}—i-cc) _o,

for unconstrained 8y in the orbital Hilbert space, which implies the Schrodinger
equation

SE
Syr*
Use of the Rayleigh quotient A[y] = (¢ |H]|v)/(¥|¥) as a variational func-

tional is an alternative to using a Lagrange multiplier to ensure normalization.
Assuming that the eigenfunctions {y;} of H are complete and orthonormal in

the relevant Hilbert space, (¥ [¥) = >, [(i|¥)|* and (Y| H|¥) = Y, & |¥))* >
eo(¥|Yr). This implies that A[y] > €y, a variational principle for the ground
state. For other eigenstates, {H — €;}¥; = 0, so that Al¢;] = €(@li)/(@]i) = €;.
Lety = i + 8¢ Thend(y [y) = (8 [i) + (i), and 6(Y [H|y) = (8¢ [H[i) +
(i|H|6¢¥) = €;6( | ). It then follows that
S IHIV)W 1Y) — (W IHIV)SW 1Y)
Wy -
_ SOIHIY) — e ly) _
(Yili)

By construction, this stationary principle holds for any eigenstate.

= Hy = (i +v}¥ = eV

SAly—y, =

4.1.4 Basis set expansions

For expansion in a given set of basis functions that lie in the relevant Hilbert
space, such that ¥; >~ > naxa, (Y| H|Y) = Za » Xa(al'H|b)xy is to be made sta-
tionary with respect to variations for which the normalization integral (¢ |v) =
> b x}(a|b)xy is constant. For variations of the expansion coefficients,

> 8x;{(alHIb) — e(alb)hx, =0,
a,b
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which implies

Y {(alHIb) — e(alb)}x, = 0.
b

In terms of the matrices (a|H|b) and (a|b), the set of coefficients x;, is a null vector
of the matrix (a|H|b) — €(a|b) when ¢ is determined so that the determinant of this
matrix vanishes. If the basis functions are orthonormalized, this condition becomes
det(h,p — €845) = 0 and the coefficient vector is an eigenvector of the Hermitian
matrix h,p,.

Suppose that 2~ is diagonalized in a basis of dimension n — 1, and this basis
is extended by adding an orthonormalized function 7,. The diagonalized matrix
is augmented by a final row and column, with elements 4,;, h;, respectively, for
i < n. The added diagonal element is #,,. Modified eigenvalues are determined
by the condition that the bordered determinant of the augmented matrix /™ — €
should vanish. This is expressed by

12
det (™ — €) = My_y(e; = €) [(h,m —o- Y Ml } —o.

: €, — €
<n

If the matrix elements /,,; do not vanish, the final factor may vanish at values of €
different from the original eigenvalues, giving the equation

hnil?
hnn_€:Z|m| )
€, — €

i<n

The function on the right here has poles at each of the original eigenvalues. It has
positive slope everywhere, because

d A _ i
deei—e (¢ —€)?

for each term in the sum. This function increases from —oo to co between each
adjacent pair of unequal original eigenvalues, and must cross the straight line /,,,, — €
once in each such interval.

Hence the new set of eigenvalues interleaves with the the original set. One new
eigenvalue lies below all of the originals, one lies above, and the rest each occur
in one of the intermediate intervals. This construction shows that the mth old eigen-
value is an upper bound for the mth new eigenvalue, for m < n. It follows that each
of the n eigenvalues of a variational matrix eigenvalue problem is an upper bound
for the corresponding eigenvalue of the Hamiltonian operator. If the eigenvalues
are indexed in nondecreasing sequence, and 4, falls between two adjacent nonde-
generate eigenvalues €;_; and €, the new eigenvalues el.(") for i # k are displaced

away from h,,,. Thus ef") <¢€ (i <k),and el.(’}r)l > ¢; (i > k). This displacement
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rule is evident from the 2 x 2 submatrix for 1, and any ;. The secular equation is
(hpn — egn))(el- — e,.(")) = |h,;|*, which requires both factors to have the same sign.

4.2 Hellmann-Feynman and virial theorems
4.2.1 Generalized Hellmann—Feynman theorem

The derivation here follows Hurley [179]. Given H(§) for some real parameter
&, and a variational approximation such that §(V|H|W) = 0 and §(¥|WV) = 0, the
following theorem can be proved: if variations §W include all variations induced

by 8§, then
0E  [0H
=5

The notation (- --) here denotes a mean value, (V|- --|W¥)/(¥V|W). To prove the
theorem, let each trial function depend on &, and require §W = 55%—‘;’ to lie in
the Hilbert space of variational trial functions. For variational wave functions and
energy values, (W |H — E|V) + (V|H — E|§V) = 0. For variations driven by 8&,

S(V|H — E|W) = (8V|H — E|¥) + (V|H — E|5W)

o0H OFE
roe (v |55 - G v) =0

IE ( ‘BH )/ <8H>
= = \Y 5|V ) W) =),
9§ 9§ 9§

which proves the theorem.

If the Hellmann—Feynman theorem is to be valid for forces on nuclei, the
Coulomb cusp condition must be satisfied. However, if the nuclei are displaced,
the orbital Hilbert space is modified. Hurley [179] noted this condition for
finite basis sets, and introduced the idea of “floating” basis functions, with cusps
that can shift away from the nuclei, in order to validate the theorem for such
forces.

implies

4.2.2 The hypervirial theorem

As an extension of Noether’s theorem to quantum mechanics, the hypervirial theo-
rem [101] derives conservation laws from invariant transformations of the theory.
Consider a unitary transformation of the Schrodinger equation, U(H — E)V¥ =
U(H — E)U'UW = 0, and assume the variational Hilbert space closed under a
unitary transformation U (§) = e'® . where G is an Hermitian operator. Thus i GW
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lies in the Hilbert space of variational trial functions. In the limit of an infinitesimal
transformation, & — 0, (iGW|\D) + (\D|iG\P) =0, and

(iGV|H — E|W)+ (V|H — E|liGY) =
= (V|[H, G]|¥) =

where [H, G] = HG — G H. Since normalization is preserved, this implies the
hypervirial theorem:

((H,G]) =0.
If U(§) = ¢'9® such that G(0) = 0, then

(5l =

As an example, suppose for an N-electron system that energy E is approximated
by an orbital functional E[{¢;, n;}], which depends on one-electron orbital wave
functions ¢; and on occupation numbers n; through a variational N-electron trial
wave function W. A momentum displacement is generated by U = exp( - D),
where D = Y, r;. In the momentum representation of the orbital wave functlons

V(i...,¢:(pi),--.)=VY(..,¢i(p; +m),...). If the Hamiltonian is invariant
under such a displacement, then %[H ﬁ] = P and the hypervirial theorem implies
conservation of total linear momentum (P) = 0.

A coordinate displacement is generated by U = exp(%é -P) such that
Uw(.. ¢,-(1:,-), )=V, i +8),..). In this case, L[H P]=
— Zl 5, = F, the total force acting on the electrons. The hypervirial theo-
rem implies that the mean value of this force vanishes for an isolated system,
(F) =0.

4.2.3 The virial theorem

An N-electron virial operator is defined by
1 .
= 5 Z(ri . pi + pi . l'l') = Zri . pi _ 3lh(N/2)
! i

Using (—— — V)eﬁgvtm ¢—0 = 0, this operator generates a scale transformation
VW 1y, ) =N2W( .. tr;,...), where T = ¢f. The commutator in the
hypervirial theorem is

i 0H oH
—H,VZ —Ppi - -— .
h[ : Z(api pi—r 3l‘i>

i



4.3 The N-electron problem 45

If the Hilbert space of the variational basis set is invariant under scale transforma-
tion, then the hypervirial theorem implies

Z(a_H.p‘_r..a_H) =0 4.1
apr o ' '

l
In the nonrelativistic Hamiltonian, the kinetic energy 7 is homogeneous of de-
gree 2 in the electronic momenta p;, and the Coulombic energy, including nuclear
repulsions, is homogeneous of degree —1 in the electronic coordinates r; and the nu-
clear coordinates R,. From Euler’s theorem on partial derivatives of homogeneous
functions,

~ i
oH oH (4.2)
—r;=-V — a-
al‘, aRa
The force acting on nucleus a is F, = —%. From Egs. (4.1) and (4.2), the general

virial theorem for a molecule is
AT) + (V) =D (Fa) - R, = 0.

For a diatomic molecule with internuclear distance R,

21y + vy + R2E o
(T +(V)+ R =0.

4.3 The N-electron problem
4.3.1 The N-electron Hamiltonian

The N-electron wave function W is an antisymmetric function of N sets of spatial
and spin coordinates r;, s; for individual electrons, all evaluated at a common time 7.
In postulating a time-dependent Schrodinger equation of the form

a
HY =ih—V,
ot

the nonrelativistic N-electron theory is inherently inconsistent with the underlying
relativistic field theory of electrons. Relativistic covariance in principle requires
assigning a separate time variable #; to each electron. The time-independent non-
relativistic theory of stationary states has a deeper justification, since assuming
instantaneous interactions is not inconsistent with time-averaged interactions. The
theory will be developed here primarily for stationary states. In this context, the
N-electron Schrodinger equation is an eigenvalue equation in 4N spatial and spin
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coordinates,
(H-E)YW =0,

where H = T 4+ U + V. The individual operators, for kinetic energy, interelec-
tronic Coulomb interaction, and the external potential, respectively, are

Spin indices and summations will be suppressed in the notation here, but are to
be understood in connection with coordinate indices and integrations over coor-
dinates. Thus [ d°r--- is intended to imply an implicit summation over a spin
index. The energy functional for an antisymmetric wave function W(1, ..., N) is
(V|H|W) = [, d°r - [, d’ryW*HWV and the normalization integral is (W|W) =
[idPry - [ ey UL

The Schrodinger variational principle requires (V| H | W) to be stationary subject
to constant normalization (V| W). Introducing a Lagrange multiplier, the variational
condition is

S(V|H — E|W) = (8V|H — E|¥) + (W|H — E|5¥) =0,

for variations in the N-electron Hilbert space. The Hermitian character of H implies
that (W|H — E|6V) = (6W|H — E|W)*. Since § W is arbitrary, it can be multiplied
by i. Then (V|H — E|§W) = —(6W|H — E|W)*. Together, these equations imply
that (W|H — E|6W¥) = 0 if and only if (§W|H — E|¥) = 0. Hence if W is unre-
stricted in the Hilbert space, the variational condition implies the time-independent
Schrodinger equation (H — E)W = 0.

4.3.2 Expansion in a basis of orbital wave functions

The N-electron Hamiltonian is a sum of one- and two-electron operators, H =
ZIN h(@) + % Z,N i u(i, j). A reference state @ is defined as a single Slater deter-
minant constructed as a normalized antisymmetrized product of N orthonormal
orbital wave functions of the one-electron coordinates, ® = det{¢(1) - - - pn(N)},
implicitly including a normalization factor (N !)_%. A complete set of such Slater
determinants is determined by virtual excitations from this reference state, defined
by replacing one or more of the N occupied orbital functions of ® by functions
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from the residual unoccupied set. The general formis @, = det{¢;,(1) - - - g, (N)}.
If the orbital functions are indexed by i, j, ... < N for the occupied set, and by
N < a,b, ... for the residual unoccupied set, a consistent notation for virtual ex-
citations is given by

®¢ =det{l,...,a,..., N}, ¢ =det{l,....a,....b,....N},....

Taking spin indices into account, all two-electron integrals are of the form
(ijlalkl) = (ij|ulkl) — (ij|u|lk), with the convention that orbitals with different
spin indices are orthogonal. It is convenient to truncate summations by the use of
occupation numbers #;, which are in principle determined by Fermi—Dirac statis-
tics. At zero temperature, occupation numbers are determined by the structure of the
reference state. Thenn; = 1,n, = 0fori < N < a. A convention used for double
summation indicesisij :i < j < N,ab: N <a < b.

With these conventions of notation, simple formulas exist for all matrix elements
of H in the basis of Slater determinants generated by virtual excitations from
a reference state [72]. Denoting the latter by @, and defining an effective one-
electron operator H =h + ) jnj(ijlilij) for @, the sequence of nondiagonal
elements is

({1H10) = (a|Hli),
(?f|H|0) = Zninj Z(l — ngy)(1 — np)(ablulij),
ij ab

(4 1H10) = 0, etc.

All such matrix elements vanish if more than two occupied orbitals are replaced,
because H contains only a two-electron interaction operator. Given (0|H|0) =
> ni(i|hli) + % > ;nin;(ijlilij), diagonal elements follow a simple rule:

((1HI{) — (0|H|0) = (a|H|a) — (i|H|i) — (ail@|ai),
(1HI[?) — (0|H|0) = (a|Hla) + (b|H|b) — (i|H]i) — (jIH]))
+ (ablitlab) + (ijlulij) — (ail|it|ai) — (bi|u|bi)
—(ajlulaj) — (bjlulbj).
For (u|H|w) — (0| H|0) defined by a virtual excitation i, j,... — a, b, ..., the
general rule is to add all elements (a|H|a), subtract all elements (i|H|i), add all

elements of the form (ab|ii|ab) or (ij|it|ij), and subtract all elements of the form
(ailit]ai).
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4.3.3 The interelectronic Coulomb cusp condition

The electronic Coulomb interaction u(rj;) = i greatly complicates the task of
formulating and carrying out accurate computations of N-electron wave functions
and their physical properties. Variational methods using fixed basis functions can
only with great difficulty include functions expressed in relative coordinates. Unless
such functions are present in a variational basis, there is an irreconcilable conflict
with Coulomb cusp conditions at the singular points r1; — 0 [23, 196]. No finite
sum of product functions or Slater determinants can satisfy these conditions. Thus
no practical restricted Hilbert space of variational trial functions has the correct
structure of the true N-electron Hilbert space. The consequence is that the full
effect of electronic interaction cannot be represented in simplified calculations.
The interelectronic Coulomb cusp can be analyzed by transforming a two-
electron Hamiltonian to relative coordinates. The one-electron potential function
is regular at the singularity ri, — 0 and does not affect the cusp behavior. Given
coordinates r; and r,, mean and relative coordinates are defined, respectively, by

1
r=—(r ),
2(1+ 2)
q=r —1rIi.
The Hamiltonian is
1 1 1
H=—-Vi—-Vi+—+001
SV 2+r12+ (D
1

1
2 2
= —-V2 V24— 1O,
47 q+q+ 1)

Given relative angular momentum ¢, the singular part of the Schrodinger equation is

92 29 L+ 1
H,y = —— — —— ~ 4+ 0().
q 57 q8q+ p +q+ (D

A power-series solution is fy(q) = q*(fw + qfe1 + - - -), where fyo # 0 for £ > 0.
When substituted into the differential equation, this gives
Hy fo = q" =L + 1) + €€ + D] fuo)
+q T =+ DE+2) + 6+ DI for + fio) + Og").
To avoid a singularity that cannot be cancelled by any one-electron potential, the co-

efficient of ¢“~! must vanish when ¢ = 0. This implies the Coulomb cusp condition
So(g) = foo(1 + %q + - --). A similar expansion is valid for any £ > 0. Because the
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expansion includes odd powers of ¢, it describes a cusp in three dimensions, but
implies a discontinuous gradient only for £ = 0.

4.4 Symmetry-adapted functions

For systems with high symmetry, in particular for atoms, symmetry properties can
be used to reduce the matrix of the N-electron Hamiltonian to separate noninter-
acting blocks characterized by global symmetry quantum numbers. A particular
method will be outlined here [263], to complete the discussion of basis-set ex-
pansions. A symmetry-adapted function is defined by ® = O®, where O is an
Hermitian projection operator (O = ) that characterizes a particular irreducible
representation of the symmetry group of the electronic Hamiltonian. Thus H com-
mutes with O. This implies the “turnover rule” (O®|H|O®) = (®|H|O®), which
removes the projection operator from one side of the matrix element. Since the ex-
pansion of O® may run to many individual terms, this can greatly simplify formulas
and computing algorithms. Matrix elements (®,|H|®, ) simplify to (®,|H|®,) or
(O, H|®,).

For a general symmetry group, symmetry-adapted orbital functions can be in-
dexed by vAu, where v designates a Hilbert space of dimension d,,. Each of
the orthonormal basis orbitals belongs to an irreducible representation A of the
group, with subspecies index w. Group elements are represented by matrices
indexed by Au in this basis, which is closed under group operations. A con-
figuration in the N-electron Hilbert space is characterized by a set of subshell
occupation numbers n,; <d,, such that ) > n,, = N. Closed subshells are
invariant and only open subshells (n,; < d,;) are relevant to the subsequent analy-
sis. A configuration defines a Hilbert space whose basis is the set of Slater de-
terminants defined by all independent choices of subspecies indices p for the
indicated open subshells. This set of basis determinants {®;,i = 1, n} is closed
under group operations and defines a group representation of n x n transformation
matrices.

The representation of the N-electron symmetry group generated by a given
configuration is block-diagonalized into irreducible representations indexed by
A, with subspecies index M. In general there will be some number m <n
of independent functions with the same symmetry indices. If the configuration
basis is {®;,i = 1, n}, then a set of m < n unnormalized projected determinants
0;=09; = E;l > i—1 ¥ji®; are to be constructed, where O is a projector onto
the symmetry species A, M. The function Eji. ®; is normalized if £; = Y7, [v;il*
and y;; = 1. The projected determinants can be transformed into an orthonormal set
W, =k, > " x,®;, where k, = Y ", |x,|*. Alternatively, as an expansion in
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the basis of projected determinants, W, = k Z —1 Ay © ;. Using the turnover rule,
the implied overlap integrals are (¥, |V,) = Zl l(kza* Yy 2x,;) = 8,0, Where
2is1 @i = S

In the basis of these orthonormal symmetry-adapted functions, matrix elements
of the invariant Hamiltonian are given for two different configurations A and B by

(Wual H|Wyp) = (ku/k)? Y Y alixB(®;41H|Dip)
j=1i=1
np, mg
= (ko/k)? Y D xal (@4 H|® ;). 4.3)

i=1 j=1
As an option, the normalization constants can be eliminated using

(lII/LA|H|\IjVB) =
1
2

A B A B 2
{[ZZa;‘;‘ B(¢,A|H|¢,B>} [ZZx;j,* B(¢,A|H|d>,3>“ . 44
J J

] 1

4.4.1 Algorithm for constructing symmetry-adapted functions

In order to construct orthonormal projected determinants, the symmetry conditions
should be expressed as a set of homogeneous linear equations. For example, the
projector O for a finite group is a weighted sum of the representation matrices.
This implies homogeneous matrix equations {O — I}® = 0. For a rotation group,
with step-up and step-down operators J, functions obtained for M = J by solving
J+© = 0 determine those with M < J by using the step-down operator J_. The
algorithm consists of the following steps [263]:

1. Reduce the equations by Gaussian elimination from right to left.

2. Use back-substitution to determine the solution whose leading coefficient corresponds
to the rightmost undetermined pivot element. Set this coefficient to unity.

3. Append this solution vector to the set of equations and remove elements to the right of
the new pivot element by Gauss elimination.

4. Repeat to obtain a trapezoidal array of m orthogonal null vectors {x,,;}, each with leading
coefficient unity.

5. The last line is the projection of the first basis function.

6. Invert the leading triangle x,; to get a,,;.
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Table 4.1. a/x table for functions S (abc)

Equations
i=2 3 4
1 -1 1
Coefficients ky
1 *
—4 1 1 2
1 1 3
I 3 —3 3

4.4.2 Example of the method

Consider the total spin eigenstates constructed from the three-electron configuration
abc, consisting of all eight Slater determinants obtained by assigning spin « :
mg = % or spin 8 : my; = —% to each of three orthonormal spatial orbital functions
@q(r), Pp(r), ¢p.(r). Because total S, is quantized, the full configuration basis can
be separated into subsets indexed by M. Thus for Mg = % there is only one basis
function @ = det(a,b,cy). The algorithm determines a single quartet (S = %) spin
eigenfunction, for which V| = ®; = &, with coefficient vectors a;; = x;; = 1,
and normalization constant k; = 1.
For My = %, there are three basis functions,

®, = det(aybycp),
o3 = det(aacabﬁ),
o, = det(bacaa,g).

Coefficients (®|S|P;),i = 2, 3, 4 in the linear equation S;® = 0 are shown in
Table (4.1), together with the vectors x,,; generated using the present algorithm.
Nondiagonal elements of the upper left-hand triangle of x,;, all of which vanish by
construction, are replaced in such a/x tables by elements of the triangular matrix
a,;. Diagonal elements common to both matrices a and x are marked by an asterisk.

If the one-electron and Coulomb matrix elements, which are the same for all
basis functions of the configuration, are denoted by E(, matrix elements of the
Hamiltonian in the Mg = % subconfiguration are

Hy, = Ey — (ablulba),
Hy3 = (bclulcb),
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H3; = Eo — (aclu|ca),

Hyy = —(aclulca),

Hz, = (ablulba),

Hy = Eo — (bclulch).
Matrix elements for the two orthonormal projected doublet (S = %) functions,
computed using Eq. (4.4), are

1

1
(W2 |H|V3) = Hyp + EHB - §H24

1 1
= Ey — (ablulba) + 5(ac|u|ca) + E(bc|u|cb),

1 1

1
Wi H|Y,) = — | H —H»s — —H
(V3| H|W¥») {[ 2( 22+2 %5 24)

1

1 1 2
+ <H32 + §H33 — §H34>:| [((Hx3 + H24)]}

1
2

= {Z[—(GCWW) + (belu|ch)|[—(ac|u|ca) + (bclulcb)]}

= _(2)2 [(aclulca) — (bclu|cb)],

1
(V3|H|W¥3) = —§(H23 + Hy) + (Hzz + H3g)

1 1
= Ey + (ablulba) — E(ac|u|ca) — 5(bc|u|cb).
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Despite the simple and universal structure of the nonrelativistic Hamiltonian for
N interacting electrons, it produces a broad spectrum of physical and chemical
phenomena that are difficult to conceptualize within the full N-electron theory.
Starting with the work of Hartree [162] in the early years of quantum mechanics,
it was found to be very rewarding to develop a model of electrons that interact
only indirectly with each other, through a self-consistent mean field. A deeper
motivation lies in the fact that the relativistic quantum field theory of electrons is

53



54 5 Independent-electron models

explicitly described by a field operator that corresponds more closely to a one-
particle model wave function than to that of the Schrodinger N-electron theory.
The fundamental characterization of this electron field by Fermi—Dirac statistics is
directly applicable to the mean-field theory, using concepts of statistical occupation
numbers determined by effective one-electron orbital energy values. The variational
theory appropriate to such independent-electron models is developed in this chapter.

Hartree’s original idea of the self-consistent field involved only the direct
Coulomb interaction between electrons. This is not inconsistent with variational
theory [163], but requires an essential modification in order to correspond to the
true physics of electrons. In neglecting electronic exchange, the pure Coulombic
Hartree mean field inherently allowed an electron to interact with itself, one of
the most unsatisfactory aspects of pre-quantum theories. Hartree simply removed
the self-interaction by fiat, at the cost of making the mean field different for each
electron. Orbital orthogonality, necessary to the concept of independent electrons,
could only be imposed by an artificial variational constraint. The need for an ad hoc
self-interaction correction (SIC) persists in recent theories based on approximate
local exchange potentials.

In a theory using antisymmetric wave functions [127, 79] the interaction of an
electron with itself disappears due to cancellation between classical Coulombic and
exchange interactions. The Hartree—Fock theory, including exact exchange, became
an essential methodology in atomic and molecular physics. Computational proce-
dures and results for atoms have been reviewed by Hartree [163] and by Froese
Fischer [130]. The electronic correlation energy, neglected in the Hartree—Fock
approximation, is important for an exact description of electronic phenomena in
atoms, molecules, and solids, but is difficult to treat in practical computational the-
ory. Before discussing Hartree—Fock theory and other mean-field approximations
here, a formally exact independent-electron theory will be developed. This orbital
functional theory (OFT) embodies the correlation theory of Brueckner [43], origi-
nally a rationalization of the nuclear shell model, which becomes an exact theory
when applied to the explicit two-electron Coulomb interaction.

5.1 N-electron formalism using a reference state

Although a Slater-determinant reference state ® cannot describe such electronic
“correlation” effects as the wave-function modification required by the interelec-
tronic Coulomb singularity, a variationally based choice of an optimal reference
state can greatly simplify the N-electron formalism. ® defines an orthonormal
set of N occupied orbital functions ¢; with occupation numbers n; = 1. While
(®|®) =1 by construction, for any full N-electron wave function ¥ that is to
be modelled by & it is convenient to adjust (V|W) > 1 to the unsymmetrical
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normalization (®|W¥) = 1. This implies that (®|W — &) = 0, so that ¥ is parti-
tioned into complementary orthogonal components ® and ¥ — ®. Because EV =
HV for any energy eigenstate, E = (P|H|V) = Ey + E., where Ey = (P|H| D)
is the mean energy of the reference state, while £, = (®|H |V — ®) provides a
natural definition of correlation energy. Thus any rule ¥ — @ that determines a
reference state also defines the correlation energy.

Concerned with reconciling the strong internucleon interaction, described em-
pirically by a hard-core interaction, with the success of the “independent-particle”
nuclear shell model, Brueckner [43] proposed that for any given W, with arbi-
trary normalization, an optimal reference state could be defined by maximizing
the projection (®|W). Since HW = E'W for an energy eigenstate, the Brueckner
variational condition (6 ®|W¥) = 0 implies that (§®|H|¥) = 0. Following an argu-
ment used to derive Hartree—Fock theory, variations that just mix occupied orbitals
do not affect the antisymmetrized function ®. Meaningful infinitesimal variations
3@ can be expressed as a sum of single virtual excitations ®{. The corresponding
variational condition in Brueckner theory can be expressed in terms of an effec-
tive one-electron “Hamiltonian” G defined such that (®¢|H|W) = (a|Gli) = 0 for
I < N < a. This heuristic derivation from Brueckner’s variational condition [275]
does not fully determine the operator G, and explicitly assumes that W is given in
advance. In any model theory that expresses both Ey and E. as orbital function-
als, depending only on occupied orbitals of a reference state & and on occupation
numbers #;, the linear operator G is determined by the orbital functional derivative
% = G¢;. Introducing Lagrange multipliers for orthonormality, the variational
condition §{E — Zi’ j[(¢,»|¢ i) — 8ij1x;;} = 0 implies the orbital Euler-Lagrange
(OEL) equations of orbital functional theory,

G —e€il¢i =0,

for the occupied orbitals of the reference state in a diagonalized representation
of the matrix A ;. An iterative “self-consistent” procedure is required in general,
because both Ey and E. depend nonlinearly on the occupied orbital set. When G is
Hermitian, G¢; = ¢;€; and ¢ G = €;¢;. Defining the Dirac density matrix p, whose
kernel is ) _; ¢;(r)n;¢*(r’), this implies [G, 5] = 0 as an alternative statement of
the OEL equations.

5.1.1 Fractional occupation numbers

For applications to open-shell states of atoms and molecules or to metallic solids,
and for systems at finite temperature, it is convenient to treat occupation numbers as
parameters that can vary freely in the range O < n; < 1. If the occupation numbers
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{n;} in orbital functional theory are treated as continuous variables, the extended
energy functional E[{¢, n;}] provides a natural interpolation between quantum
states characterized by an explicit reference state ®. Formal theory based on this
interpolation will be considered here, setting aside the somewhat controversial
issue of physical realization of such interpolations. Landau [211, 212] introduced
this concept as appropriate to a model of fermionic quasiparticles analogous to the
dressed electrons of renormalized quantum electrodynamics. The theory is charac-
terized by empirical expressions for total energy and entropy that are parametric
functions of orbital occupation numbers. The orbital functional theory developed
below, especially in its time-dependent extension, is a particular realization of Lan-
dau’s concept. Energy relationships are determined by Janak’s theorem, €; = %,
which will be proven below for general OFT models.

Orbital functional theory defines energy functionals for fractional occupation
numbers, providing a smooth interpolation between the values 0, 1 appropriate to
specific wave functions. Following Slater and Wood [388], changes such as addition
or removal of an electron can be described by integrating fractional occupation
numbers between the appropriate limits, using derivatives d E/dn; derived from
solution of OEL equations with intermediate fractional occupation numbers. An
excitation energy can be estimated by a single calculation of the “transition state”
defined with occupation numbers averaged over the initial and final states [386].

5.1.2 Janak’s theorem

When the variational energy is a functional of the reference state &, it can always
be expressed in terms of integrals over the Dirac matrix ), ¢;(r)n;¢;(r’), which
remains well-defined for nonintegral occupation numbers. This implies two chain
rules, for n; # 0:

SE__ oo _ O
nse 0 Sy
% _ 3 * SE _ 3 * .
on; /d O S o) /d rorge:

Hence if n; is allowed to vary,
SF = Z(Sl’li /dBI’(Pl*g(,b, + Zl’li /d3r{6¢l*g¢l + CC},
where [ ¢*G¢; = €; and [ 8¢*Go; = €; [ 8¢} ¢; = 0 for normalized occupied or-

bital solutions of the OEL equations. This implies that a theorem proved by Janak
[185] is generally valid in OFT. For variations of occupation numbers in which
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occupied orbitals are “relaxed” to satisfy the OEL equations, Janak’s theorem takes
the form

dE =73~ —dn, Zel dn;.

This theorem justifies the procedure of Slater and Wood for any version of orbital
functional theory.

5.2 Orbital functional theory
5.2.1 Explicit components of the energy functional

Eo = (®|H|d) is a sum of explicit orbital functionals,
= (®IT|0) = Y miilfli),
i
= @I019) = 3 3" mnijlali)),
iJ
= (®IV|®) =) ni(ilv]i),
i

wheref = —= V2 and it = —(1 — P1») incorporates an operator P, that exchanges
space-spin coordmates of two electrons. This defines Coulomb and exchange func-
tionals such that (<I>|U|<I>) = E;, + E,, where

1 N
= Zn,-n,(mum),
l’.]
x = Zijn,n]uujl.

The corresponding orbital functional derivatives are defined by

6T _ i
n18¢l* - IR}

sV
anW = v(r)¢;,

SE,

- = v = ) n;(jlulj)e;,

ni8¢; XJ: !

SE,
—— =0 =— ) n;(jluli)g;.
n:ioe; Z/: J Jj
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The correlation energy E., defined in general by (H) — (®|H|®), takes the
particular form E,. = (®|H|QW), using the unsymmetrical normalization (®|¥) =
(®|®) = 1 and defining the projection operator Q = I — ®®', determined by .
In any practical theoretical model, E. must be approximated, and the functional
derivative 8 E./n; 8¢} = D.¢; is to be evaluated from this approximate expression.

5.2.2 Orbital Euler-Lagrange equations

The reference state ® is a Slater determinant constructed as a normalized antisym-
metrized product of N orthonormal spin-indexed orbital functions ¢; (r). The orbital
energy functional E = Ey + E, is to be made stationary, subject to the orbital or-
thonormality constraint (i|j) = §;;, imposed by introducing a matrix of Lagrange
multipliers A j;. The variational condition is

8{E —Zninj (/¢;k¢jd3l‘—8jj) )\.ji} =
ij

Zl’li |:f S} {néffb* —an¢j)»ji}d3r+cc:|

J
* SE 3
+Xi:8ni qu,. i d’r = 0. (5.1)

With fixed n; # 0, for variations of occupied orbitals that are unconstrained in
the orbital Hilbert space, the variational condition implies orbital Euler—Lagrange
equations

SF
n; (S¢* = g¢l an¢] ji+ (52)

The orbital functional derivative here defines an effective Hamiltonian
1_, A
g= —EV + v(r) + vu(r) + O, + De.
The theory is usually expressed in terms of canonical equations
{G — el =0,

obtained by diagonalizing the matrix of Lagrange multipliers for the occupied
orbitals.
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5.2.3 Exact correlation energy

It was shown by Brenig [35] that (§®|¥) = 0 removes all particle-hole vir-
tual excitations ®¢ from the wave function W. This follows because (§®|V¥) =
Zi’u Sci* (¢ W) implies (®¢|W) =0 for i < N < a. Since there are only two-
particle interactions in the N-electron Hamiltonian, an exact formula for the
correlation energy can be expressed with only two-electron matrix elements:

Ec=(®HIY —®)=) > (0IHI})eif =Y ) (ijlalab)cy.

ij ab ij ab

By construction |c“b | = |(<I>“b|\IJ)| <(P|¥)=1. c b can be considered to define
a two-electron operator with antisymmetric matrix elements (ab|clij), such that

E = Z”lini Xb:(l — na)(1 — ny)(ijliilab)(ab|clij).
1] a

The coefficients c?jb can be obtained only by constructing the wave function V. An
exact formal expression can be derived by partitioning the N-electron Hilbert space
using the projection operator P = ®® and its orthogonal complement Q = I —
®dT. Using the definition given above, the correlation energy is E. = (®|H|QW).
A more explicit expression is obtained from the partitioned Schrodinger equation

P(H — EYPY + P(H — E)QV = 0,
Q(H — EYPY + Q(H — E)QV = 0.

Here QH Q defines a reduced Hamiltonian operator H. On substituting a formal
solution of the second set of equations into the first, it follows for n — 0+ that

E=(®|/H-HH—-E—in) 'H|®),

where (H — E — in)~" denotes an inverse operator in the Q-space. This expresses
the correlation energy as an exact implicit functional of ® and hence of its occupied
orbital functions [290],

E.=—(®|H(H — Eg— E. — in) ' H|®). (5.3)

The coefficients cl‘-ljb are given by an expression that depends only on the reference
state and on a parametric value of E,

ab (cDab| Q\Ij)
—(P{1(H — Eo — E. —in)” ' H|®).
Since H is specified, Eq. (5.3) defines E. as a functional of the occupied orbitals

of @, although it cannot be expressed as an explicit closed formula. The orbital

functional derivative n‘sf(P = ?.¢; defines a nonlocal correlation potential . in
i i
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exact OEL equations. Iterative solution for E,. combines a search for a root of
the partitioned N-electron secular determinant with the Brueckner condition that
defines ®. This would be a legitimate variational method if the inverse of matrix
O(H — E)Q could be evaluated exactly. In practice this is not possible, but standard
approximations of many-body theory are available for particular applications of the
formalism.

An infinitesimal unitary transformation of the orbital basis that modifies ® must
mix occupied and unoccupied orbital functions. For a typical orbital variation,
8P = &6 and §¢; = ¢,0¢!. Unitarity induces 8¢, = —¢;5ci™ = —¢;(5¢;|P,).
In terms of functional derivatives §/5¢ defined for independent variations of occu-

SE.

SE.
- ;(1 ) ((1 .

pied and unoccupied orbitals,

SE. = Zni <5¢i

i

5%) + cc. (5.4)

For such variations,

SE,
SE. = il 6| ——
Zn (d)‘ni&ﬁ)

SFE.
B ,Z"" ;(1 ) (<1 — 10)5%

Treating the coefficients cfj” as constants in the current cycle of an iteration loop,
and using Eq. (5.5), (a|8E./n;6¢;) defines the matrix element

¢i> (8ilda) +cc.  (5.5)

1
(@licli) =53 nj ) (1= ne)(1 = ny)ajlaleb)(chlelif)
b,c

J
1
=5 D mnj ) (1= m)(kjlilib)ab|e|k)). (5.6)
J.k b

in agreement with matrix elements deduced from the double virtual excitation terms
in QW [275]. The effective correlation “potential” is a linear operator . with the
kernel

1
v, 1) = 5 3y D1 = (L= m)( b NbIEL )
J b,c

1
=5 2 mn; ) (1= m)Blel e ) jlalb).  (57)
j.k b
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This operator is consistent with the leading terms in quasiparticle self-energies
implied by many-body theory [275, 407].

5.3 Hartree-Fock theory
5.3.1 Closed shells — unrestricted Hartree—Fock (UHF)

The theory is based on an optimized reference state & that is a Slater deter-
minant constructed as a normalized antisymmetrized product of N orthonormal
spin-indexed orbital functions ¢;(r). This is the simplest form of the more general
orbital functional theory (OFT) for an N-electron system. The energy functional
E = (®|H|®)isrequired to be stationary, subject to the orbital orthonormality con-
straint (i|j) = J;;, imposed by introducing a matrix of Lagrange multipliers A j;.
The general OEL equations derived above reduce to the UHF equations if correla-
tion energy E. and the implied correlation potential v, are omitted. The effective
Hamiltonian operator is

1
H= —§v2 + v(r) + v (r) + Oy
The theory is usually expressed in terms of canonical Hartree—Fock equations
{H—e€l¢i =0,

obtained by diagonalizing the matrix of Lagrange multipliers for the occupied
orbitals.

Janak’s theorem, valid for general OEL equations when occupation numbers are
varied, holds for the UHF theory in the form

oE
Bni
for infinitesimal changes of occupation numbers for which the occupied orbitals
are relaxed as H changes. If orbital relaxation is neglected, the change of energy

due to removing an occupied orbital ¢; is given by the general rule for diagonal
elements cited in Section 4.3.2:

= /¢§*H¢i d’r =,

GIH|i) — (0[H|0) = —(H]i) = —€;,

which is a statement of Koopmans’ theorem [206] for ionization potentials. The
corresponding expression for electron affinities,

(“[H|*) — (0[H|0) = (a|Hl|a) = €,

must be used with caution, since typical variational calculations do not correctly
represent the continuum of electronic states outside a neutral atom or molecule.
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This subject will be treated in a later chapter on continuum states and scattering
theory.

5.3.2 Brillouin’s theorem

Because of antisymmetry, variations of ® that are simply linear transformations of
occupied orbitals have no effect other than a change of normalization. For orbital
functions with fixed normalization, a general variation of ® takes the form §® =
Y oini >, (1 —n,)®¢Sc!. The variational condition is

S(OIH|D) =) n; » (1 —na){sc*({1H|0) + cc}
= n; Y (1 = no){sc{*(alHli) + cc} = 0.

This is a statement of Brillouin’s theorem [37], that (a|H|i) =0,i < N <aisa
necessary condition for (®|H |®) to be stationary. The normalization of occupied
variables must also be varied in order to determine the Lagrange multipliers ¢;.
Definition of the effective Hamiltonian H requires diagonal matrix elements deter-
mined by  E/n;8¢; for unconstrained variations 5¢;.

5.3.3 Open-shell Hartree—Fock theory (RHF)

The UHF formalism becomes inconvenient for open-shell configurations of atoms
or molecules with point-group symmetry. Unless specific restrictions are imposed,
the self-consistent occupied orbitals fall into sets that are nearly but not quite
transformable into each other by operations of the symmetry group. By imposing
“equivalence” and “symmetry” restrictions, these sets become symmetry-adapted
basis states for irreducible representations of the symmetry group. This makes
it possible to construct symmetry-adapted N-electron functions, as described in
Section 4.4. The constraints in general invalidate the theorems of Brillouin and
Koopmans. This “restricted” theory (RHF) is described in detail for atoms by
Hartree [163] and by Froese Fischer [130].

To illustrate the modifications of UHF formalism, it is convenient to consider pure
spin symmetry for a single Slater determinant with N, doubly occupied spatial or-
bitals x; and N, singly occupied orbitals x;. The corresponding UHF state has N, :
ms = % occupied spin orbitals ¢ and Ng : m; = —% occupied spin orbitals ¢f} .
The number of open-shell and closed-shell orbitals are, respectively N, = N, —
Ng > 0 and N. = Ng. Occupation numbers for the spatial orbitals are n® = 2,
n? = 1. If all orbital functions are normalized, a canonical form of the RHF refer-
ence state is defined by orthogonalizing the closed- and open-shell sets separately.
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Nonzero Lagrange multipliers are required for orthogonalization of orbitals x“ to
x €. The energy functional (®|H |®P) is

1 1 1c,c o,c 0,0
n;(Qhli) + = nin;(ijlulij)— =1 = + + nin;(ijlu|ji),
Z (i|hli) 22}) jGjlulif) 2{2; Z]j ij} Gjlulji)

expressed in terms of the spatial orbitals. Alternatively,

(P|H|D) = Z 2(ihli) + lZ(imu) + % ;[4(ij|u|ij) — 2(ij|ulji)]

(i (s e LA
+ D 126 ulij) = Gl Dl + 5 D LG i) = Gjlulji).
i,J i,j

on substituting explicit spatial-orbital occupation numbers. This implies different
effective Hamiltonians for closed and open shells, respectively, defined by func-
tional derivatives

SOIHID) e
—— = hx{ 4+ 20X = Glali)x]
n;dx; >
+ 2| Gl = S Gl | =H X
J
SOIHID) o xS e
e = + Y [2Gulx? = Gluli)x]
i i j

+ ) [Glulixd = Glulxg] = Hox!-
J

For comparison, the UHF effective Hamiltonians, indexed by spin « and 8, are

S(P|H|®P . £
%,5') = hf + ) [Glul e — Gluldg] + Y (lulief = He gy,
8(P|H|P 2 b
(n_/3|8¢_/|3* Do gl el 4 Y [, — Gluling]] = 1.
i O¥i J J

In a basis of RHF orbitals, H¢ = %(H"‘ + H#) and H° = H“. The constraint con-
ditions (Xflxj) = &ij, (Xf’l)(j?) =0, (X,'D|Xf) = §;; are incorporated into the RHF
Euler-Lagrange equations for the spatial orbital functions

o ¢
(R =i =D xiagis (RO —€)x =) x5,
J j

using nonvanishing Lagrange multipliers A% = (x71H"| x/) and A7 = (xjIH’[x})-
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For the 15°2s 2§ ground state of atomic Li, using the common notation J,,; x, =
L lulnl)xy, Knexx = (nllu|x)x,e, the RHF Hamiltonians are

1
HE=h+2Ji;+ Jos — Ky — EKZS’

H’=h +2J1s + J2s - Kls - K2S7
and the UHF Hamiltonians are

H :h+2J15 + J2s - Kls - K2sa
Hﬂ =h+2Ji; + Joy — Kys.

5.3.4 Algebraic Hartree—Fock: finite basis expansions

The OEL equations derived here as integrodifferential equations can be converted to
linear algebraic equations by expanding the orbital functions in a basis set {n,} that
can be extended to completeness in the orbital Hilbert space [347, 262, 349]. This
expansion takes the general form ¢; = ) _ » NpUpi, SO that orbital variations §¢; =
> » p 8uy; are specified by variations of the coefficients u),;. If the basis set were
complete, the variational condition [ §¢*{H — €;}¢; d’r = 0 would be equivalent
to algebraic equations, ) g SUpi f ny{H — €eilny d*r uy; = 0. Free variation of the
coefficients in a finite or countable basis implies matrix eigenvalue equations

> {(pIHIg) — €i(plg)hug = 0.
q

This is the stationary condition for the energy functional, when orbital functions
are expanded in the specified basis set. RHF equations are related to UHF equations
exactly as they are in the theory based on integrodifferential OEL equations.

5.3.5 Multiconfiguration SCF (MCSCF)

In some cases of strong correlation, or in general for open-shell states, an N-electron
state may not be dominated by a single reference state. In these circumstances, an
N-electron basis of Slater determinants ®,, constructed from an occupied set of more
than N orbital functions defines a variational basis for the N-electron problem. A
configuration-interaction (CI) calculation in the N-electron basis ®,, is combined
with variational optimization of these occupied orbital functions. Following the
general formalism developed here, a particular reference state ® = @ is singled out
as “first among equals”, giving the expansion ¥ = & + ) w0 Pucy with the usual
unsymmetrical normalization. The coefficients ¢, are determined by diagonalizing
the N-electron matrix H,,, or by constructing symmetry-adapted functions for
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open-shell configurations. Several of these coefficients may have unit magnitude.
The energy functional for orbital variationsis E = (®|H|P) + u 7&0(@ |H|®,)c,.

For this limited CI problem, it is convenient to diagonalize the one-electron
density matrix, defining a set of natural orbitals that vary at each step of an iterative
procedure. The one-electron density operator is defined by

p(r,r') = (‘I’|‘I’)/ / I'an 28(x;, 1))

X lIJ(rla B rN)"IJ (rla ) rgv)|r:r1;r’:r’] 5

such that
pr.r) =" ¢i(r)dij¢}(x').

Natural orbitals {¢;} and occupation numbers n; are determined by diagonalizing
the density matrix d;;. The reference state ® is constructed from N orbitals with
the largest occupation numbers. The energy functional is of the form

E= Z ni(ilhli) + = Z (i LKD)
z/kl
Orbital Euler—Lagrange equations are determined by functional derivatives

SE Tijki
= ho; e
wgrm MO 25

giving in general a different effective Hamiltonian for each orbital. The Euler—
Lagrange equations are to solved subject to the orthonormality constraints
(i|j) = 8;j. Introducing Lagrange multipliers A;; = (j|H;[i) # Aij = (i|H;l1J),
these equations take the general form

Higi = Z(ﬁj)»ji-
J

Orbital construction and diagonalization of the CI matrix are alternated until the
calculations converge.

(jlulDgi(r) = Higi(r),

5.4 The optimized effective potential (OEP)

The computational effort of solving orbital Euler-Lagrange (OEL) equations is
significantly reduced if the generally nonlocal exchange-correlation potential ¥,
can be replaced or approximated by a local potential v,.(r). A variationally defined
optimal local potential is determined using the optimized effective potential (OEP)
method [380, 398]. This method can be applied to any theory in which the model
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exchange-correlation energy E,. is an explicit orbital functional, so that the func-
tional derivative § E./n;8¢; = Dy.¢; is specified for occupied orbital functions ¢;
of a reference state ®. Variations of the orbitals ¢; induce

SE =Y mi [ d'riog10G00) + col
i
expressed in terms of an effective Hamiltonian

1
G = —Evz + 0(r) + V(1) + Dye

defined for the OEL equations by the functional derivative

SE

A modified effective Hamiltonian Gogp is defined by replacing 9,. by a model
local potential v,.(r). The energy functional is made stationary with respect to
variations of occupied orbitals ¢; that are determined by modified OEL equa-
tions in which G is replaced by Gogp. 8¢; is determined by variations §v,.(r)
in these modified OEL equations. To maintain orthonormality, §¢; can be con-
strained to be orthogonal to all occupied orbitals of the OEP trial state ®, so
that 8¢ (r) = > (1 — ng)@.(r)(ald¢;). First-order perturbation theory for the OEP
Euler—Lagrange equations implies that

=Gg;.

{Goer — €i}8i = —{8vxe — (il8vxc|D)}¢hi,

or
(€0 — €i)(aldg;) = —(aldvxc|i),
fori < N < a. Expressed in terms of a Green’s function, this implies
8i(r) = — / 8i(r, 1)8vx (1) (1) &,
where

gi(r, 1) =Y (1 = na)a(r)e, — €)' pir').

This defines 3¢;(r)/8v,.(r') = —g;(r, r')¢; (') as the kernel of a linear operator.
The variational equation induced by §v,. — §¢; is

D o Y (1= na)ildvecla)(e, — )~ (alGli) = 0.
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If $v,. is arbitrary, this implies that

> nidr ) Y (1 = n)ga(re, — )~ @lGli) = 0.

1

On substituting (a|Gogp|i) = 0 from the OEP orbital equation, and using (a|Gogp —
Gli) = (alvye — Vycli), this gives the OEP integral equation

D o nigf) D (1= na)pa(r)(ea — €)' (@|vye — Decli) = 0.

5.4.1 Variational formulation of OEP

The OEP integral equation is implied if the nonnegative integral
1
1= Zn ;(1 = 1) [Vxe(1) = Drcla)(ea — €)™ (@vre() = Ducli),

evaluated for solutions of the OEP orbital equations, is stationary for variations
of vy.. If this local potential function is expanded in a basis set 7, v.(r) =
>, Tq(r)Ly, the coefficient vector £, is determined by linear algebraic equations
[69, 151]

DY lplayea — ) (algli)Ly =Y (ilpla)es — ) (@lieli),

q ia

where (alqli) = f o (r)m, (r)¢;(r)d’r. The variational formalism [151, 181] pro-
vides a practical methodology for molecular wave functions by introducing a basis-
set expansion of the optimized local potential. Because only off-diagonal elements
(alvyc|i) occur in the OEP equations, the local effective potential is determined
only up to an additive constant. The physical boundary condition that potentials
for an isolated system must vanish at infinite distance fixes a specific value of this
constant.

The variational energy Epgp = (®ogp| H|Pogp) is minimized by the OEP equa-
tions subject only to the constraint of locality. Hence Eggp > Eygr, the Hartree—
Fock ground-state energy. If an exact local exchange potential existed for UHF
ground states, it would be determined by the OEP, implying Eogp = Eygr. Calcu-
lations for the closed-shell atoms He, Be, and Ne [1, 97] obtain OEP energies Eogp
and UHF energies Eyyr that agree for He, but Eqggp, in Hartree units, is —14.5724
for Be and —128.5455 for Ne, above Eyyr, —14.5730 for Be and —128.5471 for Ne,
by amounts greater than the residual computational errors. When Eogp > Eypr,
an exact local exchange potential cannot exist.
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5.5 Density functional theory (DFT)

The density functional theory of Hohenberg, Kohn and Sham [173, 205] has become
the standard formalism for first-principles calculations of the electronic structure
of extended systems. Kohn and Sham postulate a model state described by a single-
determinant wave function whose electronic density function is identical to the
ground-state density of an interacting N-electron system. DFT theory is based
on Hohenberg—Kohn theorems, which show that the external potential function
v(r) of an N-electron system is determined by its ground-state electron density.
The theory can be extended to nonzero temperatures by considering a statistical
electron density defined by Fermi—Dirac occupation numbers [241]. The theory is
also easily extended to the spin-indexed density characteristic of UHF theory and
of the two-fluid model of spin-polarized metals [414].

5.5.1 The Hohenberg—Kohn theorems

For N-electron ground states, Hohenberg and Kohn [173] (HK) proved theorems that
remain valid for spin-indexed electron density functions p(r) and external potential
functions v(r): (i) the electron density determines the external potential and hence
the ground-state wave function W and all physical properties; and (ii) a universal
functional F[p] is defined such that the energy functional E, = F + [ vp d’r is
minimized by the ground-state density function, and yields the ground-state energy
as its minimum value. The most straightforward proof, due to Levy [222], is a
constrained-search construction. Given the N-electron Hamiltonian operator H =
T+ U+ V,where V = ZlN: , v(r;), and a specified density function p normalized
to N electrons, f p d*r = N, and using the notation (- - -), = (¥, - - - |¥,)/(¥,|¥,),
then

Flp]l = min (T + U),
v, —p
defines a universal functional. Thus the mean value of H — V = 7 4 U is mini-
mized over all N-electron wave functions whose density function is the specified p.
This requires that the given density must be physically realizable in a ground state.
The constraint p, = p can be imposed using a Lagrange-multiplier field that is just
the external potential function v(r). Any trial external potential defines a functional

F,[p] = min [<f +0), + / v(p, — p)dﬂ = E[v] - / vp d°r,

t

where E[v] is the ground-state energy for external potential v(r). The minimizing
wave function is W, and the density is p,. If v = v, is chosen such that p, = p,
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this defines
Fm=EMd=ﬂﬂ—/wm%

which can be computed in the ground state for any v.

A density function p is said to be “v-representable” if the Lagrange multiplier
field v = v, exists. If so, this proves HK Theorem (i) by construction. v, contains an
arbitrary additive constant because f (p; — p)d°r = N — N = 0. This constant is
fixed by the physical requirement that interactions vanish at infinite separation. For
a nondegenerate ground state, v determines a unique density p. Uniqueness of the
inverse mapping, from p to v, is proved by contradiction [173]. In the Levy construc-
tion [222], suppose that v; and v, define different ground-state wave functions W,
and W, and distinct functionals F} and F, for the same p. The construction implies
that Fi[p] = E[v(] — f v1p < F»[p] because F; is just the mean value (f" + U)z
evaluated for W;. But the theorem also implies F;[p] = E[v,] — f vp < Filp].
This is a contradiction unless v[p] and the functional F[p] are uniquely de-
fined for nondegenerate ground states. The Hohenberg—Kohn energy functional
is E,[p] = Flpl+ [vp d*r. Suppose that F[p] corresponds to ¥, but p # p,.
Then

EJpl=(T+ 0+ V), > E[v],

which proves HK Theorem (ii).

Since the exact ground-state electronic wave function and density can only be
approximated for most N-electron systems, a variational theory is needed for the
practical case exemplified by an orbital functional theory. As shown in Section 5.1,
any rule W — @ defines an orbital functional theory that in principle is exact for
ground states. The reference state @ for any N-electron wave function W determines
an orbital energy functional £ = Ey + E.,inwhich Ec =T + E, + E, + Visa
sum of explicit orbital functionals, and E. is aresidual correlation energy functional.
In practice, the combination of exchange and correlation energy is approximated
by an orbital functional E ..

The Levy construction [222] can be used to prove Hohenberg—Kohn theorems
for the ground state of any such theory. It should be noted that any explicit model of
the Hohenberg—Kohn functional F[p] implies a corresponding orbital functional
theory. The relevant density function p(r) is that constructed from an OFT ground
state. This has the orbital decomposition ) _; n;¢¢;, as postulated by Kohn and
Sham [205]. Unlike the density py for an exact N-electron wave function W, which
cannot be determined for most systems of interest, the OFT ground-state density
function is constructed from explicit solutions of the orbital Euler—Lagrange equa-
tions, and the theory is self-contained.
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With fixed occupation numbers n; = 1 fori < N, an orbital functional is a func-
tional of a model or reference state ®. For any model functional E, .[®], an orbital
functional F =T + Ej, + E,. is defined such that min(F + V) = E[v] approx-
imates an N-electron ground-state energy. The occupied orbital functions of the
reference state @ satisfy orbital Euler—-Lagrange (OEL) equations of the form given
above. Considering density functions pe constructed from such orbital functions,
suppose that one such function p is specified. The orbital functional F[®] is to be
minimized subject to pp = p, following the Levy construction [222]. The density
constraint is enforced using a Lagrange-multiplier field v(r). For any given field
v(r) a functional of p is defined by

F,[p] :ngn{F[q>,]+/v(p, —,o)d3r} = E[v] —/vpd3r.

The minimizing model function &, determines p,. A ground-state density func-
tional Fy[p] is defined by F,[p] when v is chosen such that p, = p. The no-
tation Fy distinguishes a density functional restricted to ground states from the
equivalent orbital functional F, defined for all functions in the orbital Hilbert
space. This construction determines v for any given p if the variational prob-
lem has a solution. E,[p] = Fi[p] + f vp d°r defines an energy functional for
arbitrary v. When p = p,, Ey[p,] = E[v], its minimum value. When p # p,,
E,[p] = F[®]+ f vp d°r for some ®(— p) # &,. Hence Ey[p] > E,[p,]. This
establishes the variational property of E,[p], verifying the Hohenberg—Kohn the-
orems. Uniqueness of the Lagrange multiplier field v is implied for nondegenerate
OFT solutions that minimize the orbital functional E.

5.5.2 Kohn—-Sham equations

In any practical application of the Hohenberg—Kohn theory, a specified density
functional F;[p] restricted to ground-state densities defines an equivalent orbital
functional F[{¢;, n;}] that can be extended to all functions in the orbital Hilbert
space. The OEL equations for occupied orbitals of the reference state of an
N-electron ground state take the form, fori < N,

{f + vp(r) + Dy} = {&; — v(0)},

derived from the orbital functional derivative

SF

o = Foi = {f + va(1) + Do)
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For exchange-correlation energy expressed as an orbital functional,

SE,.

Dyethi = n(Sqﬁ*
e g}

defines a generally nonlocal potential 7,.. The Kohn—Sham equations [205] for the
model state corresponding to the same ground state are

{T + vp(0) + v} = {6 — v(D)}¢i,

‘Sf;" = v,.(r) exists in the form of alocal potential function.
Assuming the existence of such a Fréchet functional derivative [26, 102] constitutes
the locality hypothesis. If this hypothesis were valid, the OEL and Kohn—Sham
equations would be equivalent, determining the same model or reference state.

It might appear paradoxical to invoke the locality hypothesis for v,.(r) while
using the Schrodinger operator 7 rather than an assumed Fréchet derivative ‘;—g =
vy (r) for the kinetic energy. Applying Hohenberg—Kohn theory to a noninteracting
N-electron system, Kohn and Sham [205] show that the kinetic energy can be
expressed as a functional T;[p] of the same ground-state density used to define
F;[p]. Following the constrained-search logic of Levy [222], the density constraint
can be enforced by a Lagrange multiplier field w(r) that acts as a local effective
potential in the Kohn—Sham orbital equations. Thus it would appear that ground-
state theory for an interacting N-electron system can be replaced by a noninteracting
model constructed to obtain the same density, and that the theory requires only a
local potential w(r). Such a conclusion depends on the locality hypothesis, that
Fréchet functional derivatives exist for density functionals. This question is most
easily examined for a noninteracting system in the context of Thomas—Fermi theory,
where only the kinetic energy is relevant. Before examining this issue, consistency
conditions are derived for orbital and density functional derivatives of the same
functional.

5.5.3 Functional derivatives and local potentials

The variation of an orbital functional induced by infinitesimal orbital variations is

/d3r2”’{5¢() 36w }

If this becomes a density functional F;[p] for ground states, the density functional
variation is

OF, = /d3r2nz {6¢ Uy )</>,(r>+cc}
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Consistency between these variations of a density functional and of the equiva-
lent orbital functional implies the chain rule S‘Spﬁ) ¢i(r) = %, regardless of any
constraint on variations. This implies the sum rule l

LOF,
lZnicpigcp —Z nig; W

An orbital functional derivative in general deﬁnes a linear operator such that - s ¢* =
v p¢;. If the locality hypothesis were valid, then X 0! ( 5=V £ (r), and the implied local

potential function could be computed directly from the sum rule,

V(D)) = Y nigfbri.

This formula was used by Slater [385] to define an effective local exchange potential.
The generally unsatisfactory results obtained in calculations with this potential
indicate that the locality hypothesis fails for the density functional derivative of the
exchange energy E, [294].

5.5.4 Thomas—Fermi theory

The Hohenberg—Kohn theory of N-electron ground states is based on consideration
of the spin-indexed density function. Much earlier in the development of quantum
mechanics, Thomas—Fermi theory [402, 108] (TFT) was formulated as exactly
such a density-dependent formalism, justified as a semiclassical statistical theory
[231, 232]. Since Hohenberg—Kohn theory establishes the existence of an exact
universal functional F[p] for ground states, it apparently implies the existence
of an exact ground-state Thomas—Fermi theory. The variational theory that might
support such a conclusion is considered here.

The orbital theory of Kohn and Sham [205] differs from Thomas—Fermi theory
in that the density function p = ) . n;p; = ), n;¢ ¢; is postulated to have an
orbital structure, with occupation numbers n; that are consistent with Fermi—Dirac
statistics. The orbital functions ¢; are determined by orbital Kohn—Sham (KS)
equations, in which the kinetic energy is represented by the operator 7 = —%Vz
of Schrodinger. The Thomas—Fermi equations ignore such orbital structure and
represent kinetic energy by a local effective potential vy (r), defined in principle
as the functional derivative §7;/8p of a kinetic-energy functional T[p]. If such a
Fréchet derivative exists, the two theories are just alternative ways of describing
the same ground state.

In Kohn—-Sham theory, densities are postulated to be sums of orbital densities,
for functions ¢; in the orbital Hilbert space. This generates a Banach space [102]
of density functions. Thomas—Fermi theory can be derived if an energy functional
E[p] = F;[p] + V]p]is postulated to exist, defined for all normalized ground-state
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densities in this density function space, including all infinitesimal neighborhoods
of such densities. Introducing a Lagrange multiplier x to enforce the normalization
constraint [ p d°r = N, the variational equation is

8{Filp]+ VIpl = u( [ pd’r = N)}] =0,

or, if a Fréchet functional derivative % exists,

S F 3
80 +v@r)—pupd’r=0.
sp

If F; is defined for unrestricted variations of p in any infinitesimal function neigh-
borhood of a solution, this implies the Thomas—Fermi (TF) equation

8 F

sp

= u —v(r).

The Lagrange multiplier x, determined by normalization, is the chemical potential
[232], such that 4 = d E /0 N when the indicated derivative is defined. This deriva-
tion requires the locality hypothesis, that a Fréchet derivative of F[p] exists as a
local function vg(r).

The locality hypothesis can be tested in a noninteracting model, in which the func-
tional F; is replaced by 7. The kinetic energy orbital functional is T = Y, n;(i|f]i)
and the OEL equations are just orbital Schrodinger equations

ig; = {e; — v(0)}9;. (5.8)

If the locality hypothesis is valid, then %—? = vr(r), and the Thomas—Fermi equation
is

vr(r) = p — v(r). (5.9

The trace sum ), n;(ilvr — f]i) must vanish if the OEL and TF equations are
equivalent. Equations (5.8) and (5.9), multiplied by appropriate factors, summed
over orbitals, and integrated, imply the sum rule [288]

Zniei = Nu.

Since Zi n; = N and all €; < u, this implies that all ¢; are equal, in violation of
the exclusion principle for any compact system with more than two electrons. The
failure of this sum rule implies that in general the assumed Fréchet derivative of
T;[ o] cannot exist for more than two electrons, and there can be no exact Thomas—
Fermi theory.

If the hypothetical Fréchet derivative vr(r) could be replaced by the operator 7
when acting on occupied orbital functions ¢;, there would be no contradiction. It
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can be shown that this is the correct implication of variational theory. The functional
derivative in question can be shown to be a Gdreaux derivative [26, 102], the analog
in functional analysis of a partial derivative, equivalent to a linear operator that acts
on orbital functions. Consider variations of 7; induced by unconstrained orbital
variations about ground-state solutions of the OEL equations

8T, = /d3an,~(8¢ﬁ¢,~ +cc) = /d3rzn,~(a¢7{e,~ — v}¢; + cc)

= [ @Y nite — vnso.

Since p = ), n; p;, this equation determines partial functional derivatives

6T,
n;8p;

=¢ — U(l’). (510)

This defines a Gateaux functional derivative [26, 102], whose value depends on a
“direction” in the function space, reducing to a Fréchet derivative only if all €; are
equal. Defining H = 7 + v, an explicit orbital index is not needed if Eq. (5.10) is
interpreted to define a linear operator acting on orbital wave functions, H — v =
7. The elementary chain rule n‘STT; = %% = % is valid when the functional
derivatives are interpreted as linear operators. This confirms the chain rule, % ; =

This argument shows that the locality hypothesis fails for more than two electrons

because the assumed Fréchet derivative must be generalized to a Gateaux derivative,
equivalent in the context of OEL equations to a linear operator that acts on orbital
wave functions. The conclusion is that the use by Kohn and Sham of Schrodinger’s
operator 7 is variationally correct, but no equivalent Thomas—Fermi theory exists
for more than two electrons. Empirical evidence (atomic shell structure, chemical
binding) supports the Kohn—Sham choice of the nonlocal kinetic energy operator,
in comparison with Thomas—Fermi theory [288]. A further implication is that if
an explicit approximate local density functional E,. is postulated, as in the local-
density approximation (LDA) [205], the resulting Kohn—Sham theory is variation-
ally correct. Typically, for E. = [ ex.(p)p d’r, the density functional derivative
is a Fréchet derivative, the local potential function v,. = e, + p de,./dp.

5.5.5 The Kohn-Sham construction

A particular mapping ¥ — & is determined by the Kohn—Sham construction
(KSC): minimize the kinetic energy orbital functional 7 =) _.(i |7]i) for speci-
fied spin-indexed electron density p. This applies Hohenberg—Kohn logic to a
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noninteracting system and constructs a ground-state kinetic energy functional ;[ p].
If the Levy constrained-search algorithm has a solution, the specified density p is
said to be “noninteracting v-representable”, and a Lagrange-multiplier field w(r) is
determined that acts as a local potential in the resulting noninteracting Kohn—Sham
equations. If the specified density is that of a nondegenerate ground state of an
interacting system, and if E.[p] for this system has a Fréchet functional derivative
that defines a local potential v,.(r), then Hohenberg—Kohn logic implies that the
orbital equations for the interacting and noninteracting systems must be equiva-
lent. Because the local potentials must be equal if both vanish at infinity, v,.(r) is
determined by subtraction:

Vie(r) = w(r) — v(r) — vi(r).

Hohenberg—Kohn theorems for any orbital functional model imply that the Kohn—
Sham construction must result in noninteracting KS equations equivalent to the
OEL equations if the latter contain only local potential functions. The relevant
density function is that computed from the orbital functional ground state. Since
the exchange-correlation term in the OEL equations is jg;b = 0,cQ;, the existence
of a Fréchet derivative v,.(r) is not assured, and must be proven for each particular
model of E,.. However, v,.(r) always exists in the local-density approximation.
If a local potential v, does not exist, there is no clear relationship between the
noninteracting orbital equations obtained by the KS construction and the ground-
state OEL equations which minimize the energy functional.

The unrestricted Hartree—Fock theory (UHF) for closed-shell atoms provides an
exchange-only orbital model for which Hohenberg—Kohn theorems can be proved
[324]. Ground-state orbital wave functions and energies and total variational energy
are known to high numerical accuracy [130]. The Kohn—Sham construction (KSC)
has been carried out for the atoms He, Be, and Ne with sufficient numerical accuracy
to test consequences of the locality hypothesis for the exchange potential [152,294].
These calculations verify by construction that the UHF densities have the property
of “noninteracting v-representability”, but the computed wave functions are not the
ground states of the variational UHF model, for more than two electrons. Results
can be compared with OEP calculations (optimized effective potential) for these
atoms [1, 97]. Because both KSC and OEP constrain the exchange potential to be
local, while KSC also constrains the density function, these nested variational
conditions imply that Exsc > Eogp > Eypr [152]. The computed energies are
shown in Table (5.1). These computed energies are consistent with the existence of
a local exchange potential for He but not for Be and Ne. This confirms the discus-
sion given above, which indicates that Fréchet functional derivatives can exist for
two electrons, but not in general otherwise, because density functional derivatives
differ for partial orbital densities that correspond to different orbital energies.
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Table 5.1. Computed total energies for typical atoms
(Hartree units)

Atom Eynr Eorp Eksc
He —2.8617 —2.8617 —2.8617
Be —14.5730 —14.5724 —14.5724
Ne —128.5471 —128.5455 —128.5454

If an exact local exchange potential does not exist, there is no reason for UHF,
OEP, and KSC results to be the same in the UHF model. That the OEP density is
not exactly equal to that of the UHF ground state is indicated by an analysis of OEP
results [412], and by recent test calculations [69]. This would imply that the density
constraint in KSC is a true variational constraint for more than two electrons, so that
Exsc > Eogp. The calculations considered here may not have sufficient numerical

accuracy to establish this evidently small energy difference.
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In the quantum theory of interacting electrons, a physically correct theory of time
dependence should in principle be formulated as a relativistic quantum field the-
ory. The physical model is that of electrons, each characterized by a probability
distribution over space-time events X;, #;, that interact indirectly through the quan-
tized electromagnetic field. This theory is simplified for particular applications by
neglecting true radiative effects of quantum electrodynamics, and by passing to the
limit of large c, the velocity of light in vacuo. Although this theory cannot be de-
veloped with adequate detail in the present context, the discussion will emphasize
independent-electron models that are consistent with a physical picture of instanta-
neous direct interactions replaced by a mean field that varies with a time parameter
that is the same for all electrons.

77
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6.1 The time-dependent Schrodinger equation for one electron

For a single electron, the time-independent Schrodinger eigenvalue problem is
determined by the variational condition

/d3X[51//*{H — el +cc]l =0,

for variations of trial functions y that belong to the usual Hilbert space and satisfy
specified boundary conditions on the surface of the volume of integration. The
Lagrange multiplier € is determined so that the normalization integral [ d*xy*y
remains constant. The resulting Schrodinger equation

{H—-ely =0,

is modified in time-dependent theory to

ih%l//(xt) = Hx)y(xt).

The simplified notation (xt) is used here to denote (x, t). If H is independent of
time, these two equations are equivalent. The wave function ¥ (x) is modified by a
time-dependent phase factor exp(et/i#), which has no physical consequences.
Following Hamilton’s principle in classical mechanics, the required time depen-
dence can be derived from a variational principle based on a seemingly artificial
Lagrangian density, integrated over both space and time to define the functional

Alv] :fﬂ dzfcﬁxw*{ih% —H}w.

Treating variations of i and ¥* as independent, because they lead to equivalent
Euler-Lagrange equations, and integrating the time integral by parts as in Euler’s
theory, the resulting variational expression is

151
(SA:/ dt/d3x[81//* {zh% —H}l//—i-cc] =0,
to

if the normalization integral | d*xyr*yr is held constant. This implies the time-
dependent Schrodinger equation in the time interval fy < ¢ < 1;.

The action integral A is not changed if the trial function ¥ is multiplied by a phase
factor exp( [ "y (t")dt’/ ih), while H is increased by a time-dependent but spatially
uniform potential y(¢). This is an example of gauge invariance, taken out of the
usual context of electromagnetic theory. Indicating the modified wave function by
¥, the modified action integral is

A, = /t;tl dt/dSX |:51,0: {ih% —H - )/(t)} vy +Cc:| .
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An alternative interpretation of this equation is that y(f) is a time-dependent
Lagrange multiplier, introduced to enforce constant normalization (i |1). By the
conventional definition of an isolated system, asymptotic values of potential func-
tions in H should become negligible outside some enclosing surface. Since for
finite systems this is a property of potentials derived from Coulombic interactions,
the otherwise arbitrary function y (¢) is set to zero for such potentials.

6.2 The independent-electron model as a quantum field theory

The reference state ® of N-electron theory becomes a reference vacuum state |®) in
the field theory. A complete orthonormal set of spin-indexed orbital functions ¢, (x)
is defined by eigenfunctions of a one-electron Hamiltonian H, with eigenvalues €,,.
The reference vacuum state corresponds to the ground state of a noninteracting
N-electron system determined by this Hamiltonian. N occupied orbital functions
(¢; < w) are characterized by fermion creation operators aiT such that a;r |®) = 0.
Here p is the chemical potential or Fermi level. A complementary orthogonal set
of unoccupied orbital functions are characterized by destruction operators a, such
that a,|®) =0 fore, > wand a > N. A fermion quantum field is defined in this

orbital basis by

Y=Y ¢pXay).
p

The fermion creation and destruction operators are defined such thata pa; + a; a, =
8,4 In analogy to relativistic theory, and more appropriate to the linear response
theory to be considered here, the elementary fermion operators a, can be treated
as algebraic objects fixed in time, while the orbital functions are solutions of a
time-dependent Schrodinger equation

L0
lthSp(xt) = H(xt)p,(xt).
The fermion field operator takes the form

Yxt) =Y ¢p(xthap.
p

Occupation numbers are defined by n, = (@la;a p|®),suchthatn; =1,n, =0
fori < N < a. An (N—1)-electron basis state is defined such that |®;) = a;|®) if
i < N. The orthonormality condition is verified by

(@;]|®,) = (Pla/a|®) = n;8;;.

An (N+1)-electron basis state is defined such that |®%) = aZlCD) if a > N. Here
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the orthonormality condition is

(@ ®") = (Dlaga)| ) = (1 — 1)

These definitions remain valid in relativistic theory.
A Dirac density operator is defined at specified time by its matrix kernel

PO, X) =Y ¢p(0m,¢(x) = (| (K )y ()] D).
p

The Dirac density operator for the reference state is idempotent:
PP = dpnp(plngd; = dp(omig(x) = p,
P P

because n?, = n,, for either occupied or unoccupied orbitals. Normalization is such

that Trp = 3, np, = N.

Reduction of the time-dependent N-electron problem to an independent-electron
model appears to be consistent with quantum field theory, if true radiative effects are
neglected. In this approximation, the theory can be developed in Coulomb gauge,
with instantaneous interactions. Except for effects due to quasiparticle lifetimes,
which must be considered whenever there are continuum states, the mean field
of the independent-particle model changes instantaneously with changes of local
electron density. The orbital wave functions satisfy Schrodinger or Dirac equations
determined by a time-dependent effective mean field. It appears plausible that the
time development of such a system should be described as in time-independent
theory at each instant, carried forward in time by a continuously developing unitary
change of representation of the self-consistent orbital basis. This is the physical
implication of Dirac’s density operator, which remains idempotent so long as the
effective Hamiltonian is Hermitian.

Ultimately, the theory must be consistent with quantum electrodynamics, which
reduces in the absence of radiative terms to a time-dependent equation, in which v
is interpreted as a fermion field operator ) _ ¢,a, acting on the state function |®).
The field equation of motion is equivalent to simultaneous equations

{ih% _ g} $:(x1)ai|®) = 0,

for noninteracting electrons in the self-consistent mean field described by an
operator G. In the nonrelativistic orbital theories considered here, G reduces to
an effective one-electron Hamiltonian operator.
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6.3 Time-dependent Hartree-Fock (TDHF) theory
6.3.1 Operator form of Hartree—Fock equations

When the idempotent density operator p is constructed from orbital solutions of
the Hartree—Fock equations, (H — €;)¢; = 0, it satisfies the commutator equation

[H,pl="Hp—pH=0.
This follows from
Hp =) (Hemid! () =Y di(®)eini(x).
i i
Similarly, operating to the left with H,
PH =) ¢iomie} ¢ (X).
Hence, for real eigenvalues, Hp — pH = 0.

As shown by Dirac [79], the corresponding time-dependent equation takes the
form

0 N N A
lhgp(t) = H®)p(t) — p(OYH(1) = [H(1), p(D)],
consistent with a time-dependent Hartree—Fock equation,
hog, = He
Iin—@; = i
ot
The time-dependent Hartree—Fock equation is expressed formally by
gi(xt) = i M ihgy (x).

This implies consistency conditions for Hermitian H,

/ Gr (1) (yt) = / (edo Pl ih g, (30))* (o M/ ingy (1,0
: |

Y

— /d);k(yo)e/;(H(u)—H1-(L¢))du/ih¢j(yo) — 8[/
y
If H(t) = H(0), ¢:(xt) = '/ Pep; (x0).

6.3.2 The screening response

For a stationary state at t =0, [H(0), 6(0)]=0. When ¢ > 0, a weak perturbing
potential Av(z) modifies the effective Hamiltonian by an induced screening term
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such that AH = Av + A’H,. The first-order perturbation equations for Ap(f) =
p(t) — p(0) are

d
ihE Ap =T[H(0), Ap] + [AH, p(0)].

In a basis set of occupied and unoccupied orbitals of a reference state ®, variation
of an occupied orbital ¢; affects ® only through an incremental sum of unoccupied
orbitals A¢;(t) = Y, (1 — ng)pc (). The corresponding variation of the density
matrix is

1

Ap(x, X31) =D il = n)[@a(X)cf (7 (X) + pi(X)cf (1) 9 (X))

From the Fock operator Zj n;(jlilj),

AH(1) =YY nj(1 = np)[(jlalb)eht) + (bl j)ct)].
j b

Using (p[H(0)]/) = €,8,; and (jIp(0)lq) = ny8;.

(PI[H(0), Apllg) = (e) — €4)(PIApIg);
(PI[AH, p(O)]lg) = (ng — np)(p|AH]g).

The linear response to Av(xt) = 2Aw(x)R(e~'“"), a weak time-dependent perturb-
ing potential, is given for indices i, j < N < a, b by

ihei(t) = (€a — €)ci (1) + (ni — ng)(alAv(xt)|i)
+(ni —na) Y Y [(ajlalib)ci ) + (ablilij)ch@)].
j b

For ¢f(t) = Xfe™ i + Yl»“*e"‘”*’ , treating frequency w as a complex number,
(€a — € — hw)X? + (n; — ny) Z > l(ajlalib)x” + (ablalij)Y?]
L = —(ni —ng)(alAwli),
(€a — & + ho)Y{ + (ni —ng) Y _ > [(ijlilab)X’ + (iblitlaj)Y?]
L alAwle).

If there is no driving term Aw(x) in these TDHF equations, discrete excitation
energies are determined by values of hw for which the determinant of the residual
homogeneous equations vanishes. This gives the equations of the random-phase
approximation (RPA) for excitation energies, in an exact-exchange model [94, 407].
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6.4 Time-dependent orbital functional theory (TOFT)
6.4.1 Remarks on time-dependent theory

Dirac’s development of TDHF theory invokes the Heisenberg equation of motion
for the density operator as a basic postulate,

Equivalently, time-dependent canonical Hartree—Fock equations are assumed to
take the same form as the time-dependent Schrodinger equation.

These concepts, inherent in the TDHF formalism, generalize immediately to
orbital functional theory, when electronic correlation energy is included in the
model. Given some definition W — & that determines a reference state ® for any
N-electron state W, correlation energy can be defined for any stationary state by
E.=E — Eq, where Ey = (CD|I:I|CI>) and £ = (CI>|I:I|\II). Conventional normaliza-
tion (®|W¥) = (®|P) = 1 is assumed. A formally exact functional E [ D] exists for
stationary states, for which a mapping ® — W is established by the Schrodinger
equation [292]. Because both ® and p are defined by the occupied orbital func-
tions {¢; }, for fixed occupation numbers n;, E[®], E[p] and E[{¢;}] are equivalent
functionals. Since E is an explicit orbital functional, any approximation to E, as
an orbital functional defines a TOFT theory. Because a formally exact functional
E. exists for stationary states, linear response of such a state can also be described
by a formally exact TOFT theory. In nonperturbative time-dependent theory, total
energy is defined only as a mean value E(¢), which lies outside the range of def-
inition of the exact orbital functional E.[{¢;}] for stationary states. Although this
may preclude a formally exact TOFT theory, the formalism remains valid for any
model based on an approximate functional E..

Any postulated orbital functional E[{¢;}] defines an action integral,

= [ N xerin®® _ Epe,
A[{qbl}]_/t0 dt(Xi:nl/d X@/ih o E[{d)l}]),

that is stationary for ty < ¢ < t; if and only if the occupied orbital functions satisfy
the time-dependent Euler—Lagrange equations

0B OE
T T

= G(x0)g; (x1).

Here G = 'H + 9., where H is defined by § Ey/n;6¢; = H¢; as in Hartree—Fock
theory. ¥, is defined by the functional derivative nafq) = 0.¢;. If E, is omitted, the
theory reduces to TDHF. 1
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6.4.2 Exact linear response theory

When extended to include electronic correlation, for which an exact but implicit
orbital functional was derived above, the TDHF formalism becomes a formally
exact theory of linear response. In practice, some simplified orbital functional
E.[{¢:;}] must be used, and the accuracy of results is limited by this choice. The
Hartree—Fock operator H is replaced by G = H + 0.. Dirac defines an idempo-
tent density operator p whose kernel is ), ¢;(r)n;¢*(r'). The OEL equations
are equivalent to [G, o] = 0. The corresponding time-dependent equations are
ih% 0 = [G(¢), p(¢)]. Dirac proved, for Hermitian G, that the time-dependent equa-
tion i haa—tqbi (rt) = G(rt)¢;(rt) implies that p(¢) is idempotent. Hence p(¢) corre-
sponds to a normalized time-dependent reference state.

Fort > 0, a weak perturbing potential Av(rt) induces a screening potential such
that AG = Av + AG;. The first-order perturbation equations are

d
ihaAﬁ = [6(0), Ap] + [AG, p(0)].

Agi(t) =) (1 —ng)p,ci(t) in this orbital representation. Hence the kernel of Ap
is

Ap(r, s 1) =Y il — 1) a0 (D] (F) + i (X)cf (1) ¢ (x)].

Using (p|G(0)|j) = €,6,; and (j|p(0)lqg) = n,d;,, in the basis of eigenfunctions
of G(0)

(PIG(0), Apllg) = (€ — €)(plADIG);
(PILAG, p(O)]lg) = (ng — np)(PlAGIg).

The equation of motion implied for ¢ (¢) is
ihei (t) = (€4 — €)ci () + (n; — na)alAGlD),

fori < N < a.

6.4.3 Definition of the response kernel

Because G itself is defined by an orbital functional derivative, the increment AG;
is proportional to a functional second derivative. It is convenient to define a re-
sponse kernel f suchthat Ag;(r)induces AD =Y, n; >, (1 — np)[(j| f b)) +

c?*(t)(bl f [D]. If 0 = %, this equation defines a functional second derivative
in the form f ¢;(r) = H‘STI;* In agreement with Dirac [79] and with the second-
5

quantized Hamiltonian, the response kernel for Hartree and exchange energy
functionals is f), + f, =it = =(1 — Ppa).

r2
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The response kernel f . 1s a linear operator such that f D= nfg¢, . Variations of

unoccupied orbitals §¢, (N < a) in the functional E. are induced by variations of

occupied orbitals 6¢; (i < N)through unitarity. The combined total response kernel
is the linear operator f), + f, + fo. = fre = + f.
The equations of motion for the coefficients ¢ (¢) are

ihé (1) = (eq — €)c (1) + (n; — na>[(a|Av(r)|i)
+ ) @1 fpeclib)eb) + <ab|fhxc|ij>c§<r>*}],
j b

for indices i, j < N < a, b. Setting Av(rt) = 2Aw(r)R(e~*") for complex fre-
quency o, the independent coefficients defined by

cl(t) = Xje ' + Y
satisfy linear inhomogeneous equations
(€a — & — h) X! + (0 = 1a) D> [(@f| FreciD)X? + (@b| f i)Y 7]
b
] = —(ni —ng)alAwli),
(€a — & + h)Y{ + (ni = n0) D > [(if| Freclab)X? + (D] f i laj)¥?!]
s = —(n; — ny)(i|Awla).

In the exchange-only limit, these are the TDHF or RPA equations (Thouless [407],
p- 89). If Aw = 0, excitation energies are values of fw for which the determinant
of the residual homogeneous equations vanishes.

6.5 Reconciliation of N-electron theory and orbital models

The action integral defined in standard N-electron theory is

51 8 . hn a
AN[‘IJ]Z/ dl‘<ih——H>=/ dt {<ih—>—E[\IJ]},
i) at to 8l

where the notation (- - -) denotes (V|- -- |¥)/(W|¥) for an arbitrarily normalized
N-electron wave function W(z). The theory postulates that this action integral is
stationary subject to fixed normalization. For comparison, the action integral of
orbital functional theory is

A[D] =/ldt{(d>
fo

0
lhg‘q)) — E[QD]}.
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While E[®] = E[W], the mean values of the time derivative are not equal. Even if
H is independent of time, these values are constants > ni€; and E, respectively.
These constants can be reconciled by inserting a gauge potential y = E — ) . n;€;
into A, determined by equating the time-dependent phase factors. This also pre-
serves the normalization (®|W¥) = (®|P) = 1 for the time-dependent wave func-
tions, so that the definition of correlation energy E,. = (®|H|¥ — ®) remains un-
changed. When the Hamiltonian is time-dependent, y(¢#) must be determined so
that (<I>y|ih%|d>,,) = (ih%), where @, incorporates the gauge-dependent phase
factor. For any rule ¥ — & applied for all ty < ¢ < #;, the time derivative terms in
the action integrals are ©; = ftf)‘ di(®lih|®)and © = ftf)‘ dt(ihl). The present
argument indicates that a gauge transformation can be introduced such that ®; — ®
drops out of the variational formalism. This is invoked below to remove such a term
from the equations of time-dependent density functional theory.

6.6 Time-dependent density functional theory (TDFT)

An extension of density functional theory to time-dependent external potentials has
recently been derived [351, 155]. Hohenberg and Kohn [173] proved, for nondegen-
erate ground states, that the electronic density function p(r) and the external poten-
tial function v(r) mutually determine each other. Easily extended to spin-indexed
density and potential, this implies that all properties of an N-electron ground state
are functionals of the density function. A slightly more restrictive proof, requiring
the existence of a Taylor expansion of the potential function in time, establishes an
analogous 1-1 correspondence between the (spin-indexed) time-dependent density
function p(xt) and an external potential v(xt) [351, 155]. This shows that all prop-
erties of the time-dependent state that evolves from a given initial state W (%) in the
time interval ¢y < t < t; are functionals of p(xt). This theorem is used to justify
a time-dependent density functional theory (TDFT), based on a time-dependent
generalization of the Kohn—Sham equations. These are modified time-dependent
Schrodinger equations

ih%d’i()”) = {T + wxn)}ei(x1),

for each of N occupied orbital functions of a time-dependent model state &, itself
a single Slater determinant. If a Fréchet functional derivative [26] of a density
functional analogous to £ — T exists in this time-dependent theory, it defines an
effective local potential w(xt) in the orbital equations. If the assumed local effective
potential is replaced by a more general linear operator or nonlocal potential, this
formalism becomes identical to TOFT, as derived above, which reduces, for an
exchange-only model, to the TDHF theory of Dirac [79].
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Generalized Hohenberg—Kohn theorems are proved by developing the action
integrals appropriate to the time-dependent theory [351, 155]. Assumptions can
be minimized by carrying out a time-dependent version of the constrained-search
construction of Levy [222, 201]. The variational condition that a certain action
integral should be stationary subject to the constraint of specified density p(xt)
is implemented here by introducing the time-dependent external potential v(xt)
as a Lagrange-multiplier field for the density constraint. If these equations have
a stationary solution, this establishes the property of “v-representability” of the
specified density. An action integral is defined for arbitrarily normalized time-
dependent N-electron trial functions W(z) by

n d A A
B[¥(1)] = / dt <ih— —-T — U>.
The N-electron Hamiltonian is H = T 4 U + V, where the three terms represent
kinetic energy, interelectronic Coulomb interaction, and an external field, respec-
tively. The variational condition that determines W[p](¢) for fyp <t <1, is

B (B[\y(z)] — / dr / d*xv(xt)[py(xt) — p(xt)]) =0,

for variations of W within the N-electron Hilbert space. Given a particular field v(x?),
the stationary condition determines W, (¢) through the time-dependent Schrodinger
equations, but in general the density p,(x¢) computed from this wave function dif-
fers from the specified p(xt). A Lagrange-multiplier field v,(x7) is to be chosen such
that p,(xt) = p(xt). Since [vp = flf)‘ dt [ d*xv(xt)p(xt) is constant for given v,
Aylp]l = Blp] + f vp is defined as a functional of p, where B[p] = B[V, ], eval-
uated for v = v,. This construction must succeed whenever the time-dependent
Schrodinger equation has a solution in the interval #y < ¢ < t; with W(zy) = Wy,
and if the Lagrange multiplier field v,(xt) exists. This latter condition is “v-
representability”. These conditions seem very plausible for variations about well-
defined physical solutions, but there is no rigorous theory giving general uniqueness
and existence conditions. When this construction succeeds, it determines a func-
tional A,[p] that has a stationary value when p(xt) is determined by a solution of
the time-dependent Schrodinger equation defined by the external potential function
v,(x1). Uniqueness follows from uniqueness of the solution of this time-dependent
equation [351], within a class of equivalent solutions corresponding to gauge trans-
formations. The trial functional B is “universal” in the sense that it depends only
on H — V, the same for all external potentials. However, the variational condition
implies different results for different initial conditions, W (%)) = V.

Defining the functional ® = ftf)’ dt(ih%), then A, = ©® — E, where E =
Jidt E\(t). Using E,(t) = (H) = (f + V) = F + V, stationary A, implies
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Euler-Lagrange equations of the form

50 OF
— = — + v(xt),
ép ép
if the indicated density functional derivatives exist as Fréchet derivatives, equal to
multiplicative local potential functions.
Applying the same argument to a noninteracting N-electron system with the same

density defines an action integral

Bi[®(1)] = f | dt (CD

where the N-electron trial functions are model functions ®, in the form of single
Slater determinants. A Lagrange-multiplier field w,(xt) is determined such that the
solution of the variational condition

B .
ih——T‘CI>>,
ot

8 (BS[CD(I)] - f | dt/d3xw(xt)[p<p(xt) - ,O(xt)]> =0,

determines a density equal to the specified p(xt) when w(xt) = w,(xt). “Nonin-
teracting v-representability” is established by any solution of these equations. This
defines a “universal” density functional By[p] when evaluated for p and w,. For
fixed w(xt) but variable p, the functional A,,[p] = B;[p] + f wp is stationary
when p = p,,, the density obtained by solving the noninteracting time-dependent
Schrodinger equation in which the time-dependent potential is w, = w.

Defining the functional ©, = [, d1(®|ihi|®), then A, = O, — &, where
s = ft;‘ dt(®|T + W|®). Stationary Ay, implies Euler-Lagrange equations of
the form

80, 0T
5 o w(xt),

if the indicated density functional derivatives exist as Fréchet derivatives.
In the noninteracting problem both required functional derivatives can be eval-

uated from explicit orbital functional derivatives. In detail, n8§)¢* =1 h%qﬁi and
n?;;% = 7¢;. For variations of the partial densities p; = ¢;"¢;, this implies Gateaux

functional derivatives [26, 102] j?; ¢ = ih%@ and ns‘ar;). ¢; = i¢;. The implied or-
bital Euler—Lagrange equations are the time-dependent Schrodinger equations for

the occupied orbitals i < N,

ih%(ﬁi()ﬂ) = (f + w(xt))pi (x1).

Thus for noninteracting electrons, density functional analysis reproduces the usual
Schrodinger equations, but a theory based solely on densities (a time-dependent
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Thomas—Fermi theory) requires a Fréchet derivative for the kinetic energy, and
cannot exist for more than two electrons [288].

For interacting electrons, the required functional derivatives cannot be evaluated
explicitly. In the TDFT derivation [155], the density functional derivative of the
kinetic energy termin E is treated correctly as equivalent to the Schrodinger operator
7. Nonetheless, the functional derivative of the exchange-correlation functional is
assumed without proof to be a Fréchet derivative, equal to a time-dependent local
potential function v,.(x?). It is argued above that the difference functional ® — ®;
can consistently be set to zero by a gauge transformation. Taking this into account,
and assuming that v, exists, both interacting and noninteracting equations have
the same form, and by construction produce the same density function p(xt). It
can then by inferred that the local potentials in these equations are equal, up to a
gauge potential y(¢). Then the Kohn—Sham potential could be decomposed into
w(xt) = v(xt) + vu(xt) + ve(xt). Hence if a Fréchet derivative v, did exist, the
correct interacting p(xt) would be obtained by solving the implied time-dependent
Kohn-Sham equation.

This proposition has been tested in the exact-exchange limit of the implied
linear-response theory [329]. The TDFT exchange response kernel disagrees qual-
itatively with the corresponding expression in Dirac’s TDHF theory [79, 289]. This
can be taken as evidence that an exact local exchange potential does not exist
in the form of a Fréchet derivative of the exchange energy functional in TDFT
theory.

6.7 Excitation energies and energy gaps

Time-dependent OFT implies matrix equations for excitation energies fw,

(€0 — € — h)X{ + (0 = 1) Y Y [(@f] FeciD)XY + (ab| f i lif)Y]] =0,
j b

(€a — €& + h)Y{ + (ni —n0) D > [(f| Freclab) X’ + (ib| f i laj)¥?] = 0.
j b

The simplest internally consistent approximation to an excitation energy is ob-
tained by limiting the summation to the diagonal term j, » = i, a. The second line
vanishes because of antisymmetry, (ii| f,,.|aa) = 0, and the first line reduces to a
single equation,

{€a — € — hw — (ai| f, |ai)} X = 0.

Neglecting correlation response, this implies a well-known formula for zeroeth-
order hole—particle excitation energies [261, 149], hw = €, — €; — (ailii]ai). The
two-electron integral here depends strongly on orbital localization. Since the lower
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state is stationary, this energy difference should be minimized to represent a
stationary excited state. This can be done by separate localization transformations
of occupied and unoccupied orbitals. This provides a mechanism to reduce Hartree—
Fock band gaps, which are systematically too large. The correlation response kernel
has the physical effect of screening the interelectronic Hartree and exchange terms.
This implies direct effects on energy gaps, evident in the TOFT formalism.
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Continuum states and scattering theory

This part extends quantum variational theory to continuum states. In par-
ticular, variational principles are developed for wave function continu-
ity at specified energy, which is the usual context of scattering theory.
Chapter 7, concerned with multiple scattering theory, lies somewhere be-
tween the theory of bound states and true scattering theory. Formalism
appropriate to the latter is adapted to computing the electronic structure of
large molecules and periodic solids, whose energy levels are determined
by consistency conditions for wave function continuity. A variational
formalism is derived for energy linearization. Chapter 8 develops vari-
ational principles and methods suitable for the true continuum problem
of electron scattering at specified energy. Chapter 9 presents method-
ology, some very recent, that allows rotational and vibrational effects in
electron—molecule scattering to be treated as a practicable extension of
fixed-nuclei variational theory.
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For direct N-electron variational methods, the computational effort increases so
rapidly with increasing N that alternative simplified methods must be used for
calculations of the electronic structure of large molecules and solids. Especially
for calculations of the electronic energy levels of solids (energy-band structure),
the methodology of choice is that of independent-electron models, usually in the
framework of density functional theory [189, 321, 90]. When restricted to local
potentials, as in the local-density approximation (LDA), this is a valid variational
theory for any N-electron system. It can readily be applied to heavy atoms by
relativistic or semirelativistic modification of the kinetic energy operator in the
orbital Kohn—Sham equations [229, 384].

93



94 7 Multiple scattering theory for molecules and solids

Solution of the one-electron Schrodinger or modified Dirac equation for a system
of many atoms is still a difficult computational task. This has been simplified and
made tractable by the methodology of multiple scattering theory (MST), recently
reviewed by Gonis and Butler [ 148]. These authors concentrate on methods in which
orbital energy levels are identified by searching for roots of a secular determinant
appropriate to the Kohn—Sham equations. Although MST uses the formalism of
scattering theory, it is used in practice as a bound-state method, computing en-
ergy levels by varying a specified energy until continuity conditions are satisfied.
In particular, the electronic energy bands of regular periodic solids for specified
translational quantum numbers (momentum vectors in a reduced Brillouin zone
[384, 148]) are defined as a discrete set of energy values that cause a secular deter-
minant to vanish. True continuum scattering theory is discussed in the following
chapter.

At the cost of introducing an additional level of approximation, root-search
methodology can be replaced within some fixed interval of electronic energy lev-
els (an energy panel or window) by an energy-linearized method which requires
solution of a matrix eigenvalue problem for energy eigenvalues within the panel.
Because of the very substantial relative gain in efficiency, such linearized methods
[384] are by far the most widely used in energy-band calculations. Both root-search
and energy-linearized MST methods require iteration to self-consistency, converg-
ing when the computed density function is sufficiently close to that used to construct
the potential function in the current iteration. This requires accurate solution of the
Poisson equation determined by the input density function, which is also simplified
by an adaptation of MST [148].

In addition to the model approximation implied by a restriction to local exchange
and correlation potentials, the methodology has often been further simplified by the
muffin-tin model. In this model, each atom of a molecule or solid is surrounded by
a muffin-tin sphere, of sufficiently small radius that adjacent spheres do not over-
lap. The local potential function is spherically averaged within each such sphere,
and set to a constant value (the muffin-tin zero) in the interstitial volume between
these spheres. This mathematical model greatly simplifies the required computa-
tional effort. It is physically justifiable for metals, since the interstitial region is
described in terms of electronic free wave functions, but it is counterintuitive for
atoms in molecules, since electronic exchange and correlation in chemical bonds
must be treated accurately. Earlier work restricted to the muffin-tin model has been
supplanted by full-potential methodology in recent years, based on the full local
potential of the Kohn—Sham model, without simplifying approximations.

The most natural geometrical framework for full-potential methodology is that
of space-filling polyhedral atomic cells, mathematically a Voronoi lattice construc-
tion in three dimensions. Space is subdivided by perpendicular bisector planes of
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the internuclear coordinate vectors. This lattice construction corresponds to the
Wigner—Seitz [429] cellular model. For open lattice structures (e.g. the diamond
lattice), it is common practice to introduce empty cells, with no enclosed atomic nu-
cleus, to provide a more uniform space-filling structure. Variational principles and
methods appropriate to such space-filling cellular lattices will be discussed here.
The muffin-tin model is a simplified special case in this general theory. A closely
related approximation, the atomic sphere model [384], extends the spherically aver-
aged local potential of the muffin-tin sphere throughout a concentric sphere whose
volume equals that of the Wigner—Seitz polyhedral atomic cell. This can be ex-
tended to the full enclosing sphere of each polyhedral atomic cell, which greatly
simplifies the computation of atomic basis functions required in full-potential MST.
These spherically averaged potentials can be considered as initial approximations
to be used during self-consistency iterations, to be modified following convergence
by nonspherical potential terms to be treated as perturbations in the context of linear
response theory. Nonlocal corrections to an initial local-potential model may also
be included in principle within such a linear-response theory.

7.1 Full-potential multiple scattering theory

Since the principal applications of MST are in solid-state theory, which traditionally
uses Rydberg rather than Hartree units of energy, this convention will be followed
in the present chapter. Restricting the formalism to local potential functions as in
Kohn-Sham theory, the Schrodinger equation for an electron of positive energy is

(V2 + DY (x) = v(X)P(X),

where the one-electron energy is defined by € = «x? (Ryd). The momentum « is
a parameter that characterizes electronic energies above a zero value assigned to
the lowest energy of an energy band. Since this Schrodinger equation is formally
a modified Helmholtz equation, it is convenient to introduce a Helmholtz Green
function defined such that

(V2 4+ k3)Go(x, X) = 8(x, X)).

The Green function must satisfy boundary conditions at large distances consis-
tent with the wave function . The Schrodinger equation can be replaced by an
equivalent Lippmann—Schwinger integral equation

Y(x) = X(X)+/ Gox, Xy (x)dx,
0

where x is a solution of the homogeneous Helmholtz equation. In an operator

notation this is ¢ = x + Govr. For a solid or molecule, coordinate space i? can
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be subdivided into space-filling cells, each containing no more than one atomic
nucleus. A spherical polar coordinate system in each cell is centered about this
Coulombic singularity if it exists. The closed surface of cell 7, is denoted by o,.

7.1.1 Definitions

Solid-harmonic solutions J;* and N;' of the homogeneous Helmholtz equation in
cell u are products of spherical Bessel functions and spherical harmonics. Specific
functional forms for the regular and irregular solid harmonics, respectively, are [ 188]

Jo =12 jokr)Yom(, d),
NL = —k2ny(kr)Yym(0, $).

The standard angular momentum indices £, m, and an implicit spin index, are here
summarized by a single collective index L. Relative normalization is such that
(Np|We|Jp) =611, expressed in terms of Wronskian integrals over surface o
defined by

(G11W, |¢2) = / (67 Vdhs — (Vo)) 2] do.

Here V,, denotes the outward normal gradient on o. It can easily be verified from
the defining differential equation that the Helmholtz Green function is given by the
expansion

Go(r, ) == > JLON; (), r<r,
L

in any specified atomic cell [188]. The definition of irregular solid harmonics Ny
here establishes boundary conditions appropriate to the principal value Green func-
tion in scattering theory.

7.1.2 Two-center expansion

MST is based on expanding the total wave function in the local coordinate system
of each atomic cell. The Helmholtz Green function has an explicit expansion of
this sort. Given two distinct cells 7, and t,, with coordinate origins X, and X,
respectively, global coordinates take the local form x =X, +r in 7, and X' =
X, 4+ r' in 7,. The Green function is required in the local coordinates r, r’. Now
Nj(x' —X,,) is a regular solution of the Helmholtz equation in a sphere of radius
IX,. — X, | about the origin of cell v # . This determines a local expansion of the
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form

N +X,-X,)=— Z J()e
o

for r’ < |X,, — X, |. On substituting this into the one-center expansion,

GoXy +1.X, +1) =Y Y Il I (),
L L

for r, ¥’ < |X,, — X, |. The Hermitian matrix g;";, defines structure constants for
the two-center expansion of the Green function in locally regular solid harmonics.
Through the Lippmann—Schwinger equation, matrix g propagates a given wave
function in one cell into incremental wave functions in the other cell. MST collects
the total incremental wave function in each cell as a multicenter expansion, to
establish a linear consistency condition for amolecule or solid. For aregular periodic
lattice, contributions from outside an elementary polyatomic translational cell are
multiplied by translational phase factors and summed over an infinite space-lattice.

7.1.3 Angular momentum representation

An eigenfunction ¥ of the Schrodinger equation satisfies the homogeneous integral
equation = fm3 Govy. In cell 7 this defines a locally regular solution of the
Helmholtz equation

X=v- f Govy = Govy,
T M-t

consistent with the Lippmann—Schwinger equation.
The function x can be represented in 7 by a sum of regular solid harmonic
functions,

x(@®) =Y Ju(r)Cp.
L

Similarly, because i is regular at the local coordinate origin, it can be represented
at this origin by

Yy =Y Jur)cL.
L

From the Lippmann—Schwinger equation and the expansion of Gy in some spec-

ified cell 7,, the coefficients in these expansions must be related by C} =

cr+ . Njvy. Consistency conditions are derived by considering the alternative
I
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expansion of x in cell 7,

X(®) = f Govy.
VFEU

From the two-center expansion of the Green function, this equation implies

x(r) = — Zh(r)ZZgZ”U v

L vEu

where §; = — fr J;v{r. On equating both expressions for yx, and matching coef-
ficients in the regular expansion about the coordinate origin in cell 7,

Cl+Y > gi'uSi =0

L v#up

This derivation implies that these equations are valid under the condition that no
adjacent nucleus should lie within the enclosing sphere of a given local cell.

The wave function v can be expanded as a linear combination of basis functions
defined separately in each atomic cell. It is convenient to define specific basis func-
tions ¢ (r) constructed by solving the local Schrodinger equation at a specified
orbital energy and matching to Jz(r) at the cell origin. Given these primitive basis
functions, in one-to-one correspondence with locally defined regular solid harmon-
ics, the local expansion is ¢ = Y, ¢, y.. If the local potential is nonspherical,
each basis function ¢; becomes a sum of spherical-harmonic components as it is
integrated outward from the local cell origin. Nevertheless, it is completely char-
acterized by the single index L, and by a spin index that is assumed in the notation
and discussion here. In this basis,

2 : v v v
(8L L//CL// L/ + gL L//SL// L/)yL[ — 0
v,L',L"

where
Crr=96LL +/NZU¢L’, Sp.p=— / Jivdp. (7.1)
T T

If the matrix C is not singular, which requires the number of basis functions to
match the number of solid harmonics used to expand the Green function, a local

t-matrix is defined by t = —SC~!. The consistency condition expressed above in
terms of C and S matrices then reduces to the simple matrix expression
(= — )8y =0.

This is the fundamental equation of multiple scattering theory. It has the re-
markable property of concentrating effects of the local potential function into the
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t-matrix, separately determined in each local atomic cell, while the geometry of
the polyatomic superstructure is entirely characterized by the matrix g of structure
constants. For a regular periodic solid, the matrices here are summed over equiv-
alent translational cells, with coefficient phase factors that depend on an effective
momentum vector K, to give

{17(e) — g(e: W)} S(e)y (k) = 0.

The Korringa—Kohn—Rostoker (KKR) method [207,204] is implemented by search-
ing for the zeroes of the secular determinant det(t~' — g), or det(/ — tg) if ¢ is
singular.

The single-site matrix ¢ corresponds to a scattering operator 7 defined by
ixL, = v¢py for any primitive basis orbital ¢; in a given atomic cell. Here
XL = ¢ — ft Govgpp = ZL, J1/Cy. 1. From this definition it follows that 7J; =
v, ¢r(C™ Y 1. The t-matrix is

L) = ULlvlg)(C .

L"

This implies that t = —SC~!, since (J.|v|¢p) = —Sr.1.

7.1.4 The surface matching theorem

Consider an atomic cell T with closed boundary surface o . Given a function v and its
normal gradient V¢ on the surface o, a unique solution of the Helmholtz equation
is determined by either inward or outward integration. Because this global function
is completely determined on o, it in general will be singular at the coordinate
origin of cell T and unbounded at infinite distance from this center. Inward integra-
tion in general gives a singular function, which includes irregular functions N.
For a function that is regular at the origin, either i (classical Dirichlet problem),
or V,¢ (Neumann problem) can be specified on o, but not both [74, 255]. An
expansion valid on surface o will be established here, determined by both the value
and normal gradient of . Consistency of the surface Wronskian integrals implies
that coefficients of an expansion in both J;, and N; must be given by

Vo) =0 ) [JL(NLIWs1¥) = NI Wo |9)]
L
if the sums converge. The notation here denotes matching of both function value
and normal gradient. Even if the separate series in functions J;, and Ny do not
converge, it can be shown that well-defined functions exist, providing summation
formulas for the possibly divergent series. This justifies formal operations in MST
that depend on Wronskian integrals of this expansion.
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An interior function x(r) = —(Go(r, r,)| W, |¥) is defined that is regular at the
cell origin. The one-center expansion of the Green function converges in the largest
sphere enclosed by surface o, sphere Sy of radius ry. This determines a series ex-
pansion x(r) = >, JL.(Np|W,|¥), valid for r < ry. Similarly, an exterior func-
tion n(r) = (Go(r, r,)|W,|¥) is defined that is bounded at infinite separation.
Again using the convergent expansion of the Green function, but in the exterior
region outside an enclosing sphere S; of radius ry, n(r) = — >, No(JL|W,|¥)
forr > ry.

The auxiliary functions x and n have finite values on o because the surface area
element removes the singularity of the Green function in their defining surface inte-
grals. Both functions are defined throughout the region ry < r < r;. The boundary
conditions determine unique solutions of the Helmholtz equation for integration of
x outward from Sy and of n inward from S;. Similarly, the function i given on o
can be extended throughout this region by integrating the Helmholtz equation both
inwards to Sp and outwards to S;. Green’s theorem implies for such solutions of
the Helmholtz equation that Wronskian surface integrals are conserved on nested
closed surfaces. Hence the difference function ¢ — x — n has vanishing Wronskian
integrals with all regular and irregular solid harmonics on both spherical surfaces
Sy and S;. It follows from Green’s theorem that this difference function must vanish
identically in the region between these two surfaces, and in particular on surface o.
This establishes the surface matching theorem [280],

rErrrﬁl, X+ rgll}lr n=sY(rs).

The series expansion of x may diverge in the interior moon region [148], between
the enclosed sphere Sy and o, while the corresponding series for n may diverge
between o and S;. Nonetheless, these functions are well defined by Wronskian
integrals of the Green function, independently of such expansions. The implied
surface integrals are properties of the integrated functions, and justify formal use
of the surface series expansion in boundary matching conditions based on these
Wronskian integrals. If applied to basis functions that are solutions of the same
Schrodinger equation in , for which (¢;| W, [¢;) = 0, surface expansion of either
function implies

Y @i Wol JWNLIW, 1)) — D (i1 Wo INLJLIWo ;) = 0.
L L

7.1.5 Surface integral formalism

Formalism from scattering theory, to be developed in a later chapter, shows that
a function ¥ and its normal gradient on a closed surface o can be matched to a
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linear combination of regular internal solutions of a Schrodinger equation if and
only if

W(I'a)=/5ﬁ(€;l‘m I’Q)anﬁ(l'fr)dl‘/a-

Here N is an Hermitian linear integral operator over ¢ that can be constructed
variationally from basis solutions {¢;} of the Schrodinger equation that are regular
in the enclosed volume. The functions ¢; do not have to be defined outside the
enclosing surface and in fact must not be constrained by a fixed boundary condi-
tion on this surface [270]. This is equivalent to the Wronskian integral condition
(i1 Wy |¥r) = 0, for all such ¢;. When applied to particular solutions of the form
Y =J— Ntono,

(@i WolJL) = D ($i|WolNL)ir L = 0.
L/
This equation determines the local #-matrix. Any local basis function ¢; has the
formal expansion on o
¢i =0 Y _[JLNLIWs1i) — NL(ILIWo ).
L

Canonical basis orbitals are defined here such that ¢;, — J at the local cell origin.
Introducing a matrix notation for surface Wronskian integrals,

Crr=WNoWolpr),  Ser=—LIWsldr), (7.2)
the formal expansion of a primitive basis orbital ¢, on o is

L =0 Z(JL’CL’,L + Np/Sp 1)
L/

The surface Wronskian integrals C and S defined here are identical with the volume
integrals defined in Eqgs. (7.1). Using (V2 + k)¢, = v¢., integration by parts of

the MST volume integrals, Egs. (7.1), gives equivalent surface integrals, verifying
Egs. (7.2),

Spp=— / TV + kDb = —(JL| W ldr),
T

Cou =810 + / NIV + 101 = (NLIW, lb1).
T

7.1.6 Muffin-tin orbitals and atomic-cell orbitals

Deriving an energy-linearized version of MST, Andersen [12, 9] introduced muffin-
tin orbital (MTO) basis functions. These functions have the form ¢ — x inside Sy,



102 7 Multiple scattering theory for molecules and solids

the enclosed sphere of an atomic cell, and n outside. Here ¢ is a local solution of
the Schrodinger equation, while x and n are sums of regular and irregular solid
harmonics, respectively. The matching on Sy is exact in the muffin-tin model,
so that these functions provide a basis set suitable for variational calculations.
In practice, because the long-range n functions are not orthogonal to inner shell
functions in displaced atoms [193], they are expanded in the energy derivatives ¢ of
the basis functions ¢. The resulting linearized muffin-tin orbital (LMTO) method
[13,9, 384] solves the Schrodinger secular equation in an MTO basis, constructed
using KKR/MST structure constants.

The surface matching theorem makes it possible to generalize the idea of muffin-
tin orbitals to a nonspherical Wigner—Seitz cell t. Each local basis orbital is rep-
resented as ¢ =, x +n on the cell surface o, where x and n are the auxiliary
functions defined by the surface matching theorem. An atomic-cell orbital (ACO)
is defined as the function ¢ — x, regular inside t. By construction, the smooth
continuation of this ACO outside t is the function n. The specific functional
forms are

XL = Z JuCrL, nL = ZNL’SL’,L-
T T

Either MTO or ACO functions are valid as basis functions for expanding a global
wave function ¥ in all atomic cells. By construction, they are regular in T, smooth
at o, and bounded outside. When the matrix C is nonsingular, modified canonical
basis functions can be defined such that

¢, = Z ¢ (C L,
R

so that the auxiliary regular function is §; = Jr.. The corresponding ACO function
takes the especially simple form ¢, — J;, matched on the cell surface o to 7j; =

— ZL’ NL’tL’,L-

7.1.7 Tail cancellation and the global matching function

As discussed by Andersen [9, 10] for muffin-tin orbitals, the locally regular com-
ponents x defined in each muffin-tin sphere are cancelled exactly if expansion
coefficients satisfy the MST equations (the tail-cancellation condition) [9, 384].
The standard MST equations for space-filling cells can be derived by shrinking the
interstitial volume to a honeycomb lattice surface that forms a common boundary
for all cells. The wave function and its normal gradient evaluated on this honeycomb
interface define a global matching function & (o).
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In any cell T = 7, with surface o = o0, any solution ¥ of the Lippmann—
Schwinger equation defines auxiliary functions x™ = ¢ — fr Govy and x° =
met Govyr, which are equal by construction. After integration by parts,

X" = —(GolWyl) = > TH(N/ W, lv).
L

The notation W, defines a Wronskian integral over o,. By the surface match-
ing theorem, x™ = yx, the interior component of 1. Since v is a solution of the
Lippmann—Schwinger equation, this implies x °' = x ™ when evaluated in the inte-
rior of 7,,. This is a particular statement of the tail-cancellation condition. To show
this in detail, after integration by parts

=) (GolWuly) = > Jfei (2 IWalw).
VHEUL v#u L', L

which determines the standard MST equations.

On substituting the expansion N} = —Y_,, J; g} L, I
X ==Y N ONI(JLIWlY).
v£u L
For comparison,n = — ), N; - J K W, ) is the exterior component of ¢ ono =

o0,. Since x” =, x on o and £ =, x + 1, this determines & everywhere on the

global matching surface,
E=, Y n'=) > NiB. (7.3)
v v L

where 8] = —(J;/|W,|y). If the sum here diverges, specific integrated functions
n" should be used.

All Wronskian integrals of ¢ — & should vanish on the honeycomb lattice. Given
the local expansion ¥ = )", ¢y, in any particular cell 7, (J;'|W,|¢ — &) =0
determines g, =Y, S} v, (N[ IW,|¢ — &) = 0 implies that

Z (‘SgUL”CZ” vt gL L”SZ L )VL' =0. (7.4)
v,L'.L"

These are the standard MST equations, in the form (t~' — g)Sy = 0, where
= —SC™ = (JIW, )N W, l$)". (7.5)

7.1.8 Implementation of the theory

The computational survey of electronic structure of metals by Moruzzi et al. [256] is
alandmark example of the original KKR formalism, using the muffin-tin model and
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aroot-search algorithm. The historical development of MST, from Huygens’ princi-
ple and the original formulation by Lord Rayleigh [337, 338] to recent applications
of full-potential theory, is surveyed by Gonis and Butler [148]. The full-potential
theory was first proposed by Morgan and Williams [431, 432]. Nonspherical cell
boundaries defined by the walls of polyhedral atomic cells were replaced by non-
spherical enclosing potentials. This methodology was simplified when it was rec-
ognized [39, 40] that viable basis orbitals could be computed within the enclosing
sphere S;, and then matched after computation to a variational wave function at
the polyhedral cell boundaries. Ultimately, it was shown that these two apparently
disparate approaches necessarily produce the same orbital basis functions within
the enclosed atomic cell [277]. In the surface integral formalism developed here, it
is clear that the continuation of basis functions outside a local cell boundary cannot
affect the C and S matrices that characterize MST. This formalism also provides
a proof of the validity of MST for nonspherical atomic cells and potentials, which
was disputed over a decade [148].

7.2 Variational principles
7.2.1 Kohn—Rostoker variational principle

Kohn and Rostoker [204] (KR) derived the KKR method using variational theory
with a functional designed to produce the Lippmann—Schwinger equation. Local
basis solutions can be computed to high accuracy within each unit cell. The vari-
ational formalism optimizes the construction of linear combinations of these local
solutions that are compatible with the functions propagated from all adjacent cells.
In this version of MST, local solutions are coupled through the free-scattering
Green function of the Helmholtz equation. The Kohn—Rostoker variational func-

tional [204],
o [n(o- )
"3 n3

is stationary for infinitesimal variations of the one-electron wave function v if
and only if it satisfies the homogeneous Lippmann—Schwinger equation, ¢ =
fm3 Govyr. The Green function G satisfies the inhomogeneous Helmholtz equation
at a specified energy € = k2 (Ryd),

(V2 + k)Go(x, X) = 8(x, X)).

The KR variational principle determines a wave function with correct boundary
conditions at a specified energy, the typical conditions of scattering theory. Energy
values are deduced from consistency conditions.
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The KR variational principle and the resulting KKR/MST formalism determine
wave functions for bound energy levels of a molecule or of a regular periodic
solid or two-dimensional periodic surface. In these applications, the homogeneous
Lippmann—Schwinger equation has no valid solutions except at a discrete set of
energy levels. Hence either k must be adjusted to meet the conditions for such
a solution, or else the potential function must be altered to v(x) — A€ so that
the parameter A€ can be varied while retaining the same Gy . Using the positive
parameter k2 to define G already implies that energy values are measured relative to
the minimum of an energy band. Because it simplifies functional forms of the Green
function and solid harmonics, k% = 0 is often used in LMTO calculations [384].

In a true scattering problem, an incident wave is specified, and scattered wave
components of y are varied. In MST or KKR theory, the fixed term yx in the full
Lippmann—Schwinger equation, ¥ = x + [ Goy, isrequired to vanish. x is a solu-
tion of the Helmholtz equation. In each local atomic cell T of a space-filling cellular
model, any variation of v in the orbital Hilbert space induces an infinitesimal vari-
ation of the KR functional of the form §A = [ 8y *v(y — [y Govy) + he. This
can be expressed in the form

= /‘S‘V‘v(x”’ — x™) + he,

where, integrating the finite volume integrals by parts, and using the coefficient
matrices defined in MST,

X" =y —/ Govy = Z JL.CY,
T L

X = Z/ Govyr ==Y Y Jigl".Sp.

VE® v#u L.L

In a finite basis of primitive functions ¢}, the stationary condition is

—A = Z(S)/Ii” Z SlLLZl Z (azlvlzczzy + g;jleZSLL,)yLU, +he =0,

L.l Li,L> v

which implies the standard MST equations. Energy eigenvalues are determined by
adjusting the trial energy so that the secular determinant of the matrix of MST
equations is singular. Continuity conditions at cell boundaries are not addressed
by this variational principle. It is usually assumed that v lies in the orbital Hilbert
space (continuous function value and normal gradient at any cell interface). These
conditions are required for consistency with the Schrodinger equation, but are not
required by the KR variational principle and the MST equations.
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7.2.2 Convergence of internal sums

In the Kohn—Rostoker variational equation, the summation indices refer to two dif-
ferent classes of functions: orbital basis functions ¢; , and solid harmonics J; for the
matrix of structure constants. For smooth matching at cell boundaries, the J;, sums
should be carried to completion. In practice, finite sets of basis orbital functions and
of solid harmonics are used. The set ¢ is truncated at some maximum orbital an-
gular momentum £ in each inequivalent atomic cell, and the local expansion of the
Helmholtz Green function is limited to some maximum £ ¢~ In the muffin-tin model
[204], a spherically averaged local potential does not couple different spherical
harmonics in a single cell, but a propagated wave function in general has an infinite
expansion in other cells because of the Green function. The k-dependent Green
function for a periodic lattice structure introduces angular-momentum coupling
into the translational cell even if it is spherical.

Model studies of full-potential KKR theory were carried out for both two-
dimensional [51] and three-dimensional [52] space-lattices. The essential conclu-
sion is that the truncation parameters £, and £, influence convergence in different
ways, and should not ordinarily be set to a common value £. Adequately converged
results in general require essentially complete convergence of the geometrical ex-
pansion, which determines the Green function in the KR variational principle. In
contrast, high angular momentum values are less significant for the shell structure
of an atomic cell, considered to be a distorted atom. This can be understood be-
cause high orbital ¢-values imply a centrifugal potential that excludes any orbital
wave function if the classical turning radius is greater than the enclosing radius of
the cell. Thus Rydberg orbitals in solids have no direct physical meaning if the
Rydberg radius extends into the valence shell of adjacent atoms. For these reasons,
the C and S matrices should be treated as rectangular column matrices, with the
row index £, significantly greater than the column index £, [52].

Because rectangular matrices are singular, effective closure of these internal sums
over solid-harmonic indices requires a generalized definition of t = —SC~! and
of other expressions that involve inverse matrices in MST [280]. As the index L
increases, the standard coefficient matrices S and C have very different behavior.
The effect of the centrifugal barrier for high orbital £-values is to make the regular
solid harmonics J; very small on any finite cell boundary, while standard normal-
ization forces the irregular harmonics to be very large. In this Born-approximation
limit, the low-order matrix C is extended by a unit matrix, while S is extended
by a matrix of zeroes [281]. Thus the matrix ¢t = —SC~!is augmented by a null
matrix, while #~! is augmented by elements of rapidly increasing magnitude, whose
computational numerical errors can overwhelm the computationally accurate low-
order elements. This can account for the strikingly different behavior found in
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empty-lattice calculations on the square-planar lattice using the KKR expression
t~! — g [107] and using the formally equivalent expression I — tg [438]. The lat-
ter calculations demonstrated exponential convergence with increasing L indices,
while reproducing the much slower and less systematic convergence of the former
calculations when the inverse matrix ¢~ was explicitly truncated.

This problem can be avoided by expressing the MST equations in terms of
the square matrix STC = C'S, Hermitian in consequence of the surface-matching
theorem. This matrix has full rank because it is contracted over the larger index £.
From the definitions of the C and S matrices, the matrix product STC is a specific
integral involving the Helmholtz Green function [281],

ZSILLTL/CM = / L (d’[f/—/ G0U¢5/>’
1 T T

I3

which can be evaluated in closed form. The contracted matrix product gS can
also be evaluated in closed form by defining a generalized C-matrix, for displaced
irregular solid harmonics N, C} ; = (N} |W,|¢}). The function N}’ defined in
cell 7, is evaluated on the surface o, of a displaced cell. This is justified because
N-functions are valid outside their cell of definition. Using the Green function to
propagate N*, this becomes C"LLT’L =— ZLZ gL]LZ(Ji’2|W l¢}) = ZLZ ngLzS

In a matrix notation omitting L indices and summations, the KKR/MST equatlon is

SMT Z(SMVCU + g,quV)yv — Z A;wyv =0,
v %

where all matrix products are contracted over the long dimension. In the Hermitian
matrix A the triple product S*Tghvs” = sHiCH"" = (C‘T)‘”S". Multiplying on the
left by S(STC)~!, and using (C’T)“” = S§*TghV this takes the form B = 0, defining
a modified secular matrix

BRY — MY L SIL(SuTCu)*l(C'Jf)MV'
The coefficients 8 = Sy are the expansion coefficients of the global matching
function £(0) = )", ;, Ny (r;)p; . Defining t = —S(STC)~1S*, which reduces to
t = —SC~! for square matrices [281], E*" takes the standard MST form I — tg,

without implying inversion of a rectangular matrix. Using these closed forms, the
coefficients 8 and y are related by

®o— _(SMTCu)*l Z(C'T)WIBV
VEL
In alloy theory, this equation determines the variational wave function for an atomic

cell 7, embedded in a statistical medium defined by the vector of coefficients 8 for
all other cells [157, 281].
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7.2.3 Schlosser—-Marcus variational principle

Since a large truncation parameter £, implies large unsymmetrical C and S ma-
trices, and a very large matrix of structure constants, it might be more efficient to
find a variational condition directly applicable to the matching conditions for wave
functions on the common interface between adjacent atomic cells. Schlosser and
Marcus [359] (SM) extended the Schrodinger variational principle to the case of
basis functions that might be discontinuous or have discontinuous normal gradients
across atomic cell boundaries. It will be shown here that this variational principle
is equivalent to that of Kohn and Rostoker if the internal sums over solid harmonic
L-indices are carried to completion in the MST formalism. The SM variational
principle has been used by Ferreira and Leite [112, 113, 110] to formulate the vari-
ational cellular method (VCM), which eliminates the need for structure constants.
A matrix of Wronskian surface integrals over all shared cell facets is constructed.
Optimal matching conditions correspond to zeroes of the determinant of this matrix.
The Schlosser—Marcus variational principle is derived for a single surface o that
subdivides coordinate space 93 into two subvolumes t;, and T,,,. This generalizes
immediately to a model of space-filling atomic cells, enclosed for a molecule by an
external cell extending to infinity. The continuity conditions for the orbital Hilbert
space require ¥ =, ™. This implies a vanishing Wronskian surface integral

Wy = = [V (T =

where o is the enclosing boundary of t;,. The sign of the first term here is reversed
because the notation W, implies an outward normal derivative in — out, while
by convention, V, i denotes the outward normal gradient across the boundary that
encloses the region of definition of . The notation W,, will be used for a Wronskian
integral with outward normal gradients over the full bounding surface of atomic cell
7,,. The SM variational functional adds a Wronskian surface integral Z, = %(W" +
YO W ™ — ') to the Schrodinger functional Z, = [, ¥*(H — €)y. This
interface surface integral vanishes if ¢ =, ¥ for independent trial functions
Y™ and °“. Then the global trial function 1 is in the usual Hilbert space and
the variational condition 6Z =0 is just the Schrodinger condition for stationary
energy €.

Schlosser and Marcus [359] showed that for variations about such a continuous
trial function, the induced first-order variations of Z, and Z, exactly cancel, even if
the orbital variations are discontinuous at o or have discontinuous normal gradients.
After integration by parts, the variation of Z; about an exact solution is a surface
Wronskian integral

8Z = —(Y|Wo|8y™ — sy™).
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The variation of Z, is
(SZO- — (leo'|8‘//m _ Sw()ut)’

which exactly cancels § Z; [359].
Because of this cancellation, variation about an arbitrary trial function gives

1 . ‘
8(Ze + Z5) = BYIH —ely) + S @Y™ + SYTWo ™ — ™).

This can vanish only if (H — €)¥ = 0 in both t;, and 7,,,,. Moreover, this requires
that both (§y™| W, |[¢™ — ¥ and (8 °“| W, |y™ — 4°“") must vanish when ™
and 1" are varied independently. By an extension of the surface matching theorem,
both these Wronskian integrals must vanish in order to eliminate the value and
normal gradient of ¥ — ° on o . Practical applications of this formalism use
independent truncated orbital basis expansions in adjacent atomic cells, so that the
continuity conditions cannot generally be satisfied exactly.

In a space-filling cellular model, the SM variational functional can be expanded
in a local basis in each atomic cell. Variation of the expansion coefficients of the
trial orbital function ¥ = Y, ¢}y, in cell 7, induces the variation

82 = sy Zi vl + he.

L,L’ v

Matrix elements Z,, are Wronskian surface integrals on interface o, between
adjacent cells 7, and 7,, evaluated for basis functions ¢/, ¢;.. If the basis functions
in cell u are all evaluated by integrating the local Schrodinger equation at the same
energy, the site-diagonal matrix elements Z** vanish. The interface elements are

1
20 = @ Wale)), 2 =2,

where W, implies normal gradients in the sense © — v on the cell interface o,,,.
By this convention, matrix Z*" is Hermitian.

The variational cellular method (VCM) [113, 110] is an application of the
Schlosser—Marcus variational principle. The VCM variational matrix omits cell-
diagonal Wronskian integrals, which vanish by construction in a basis of orbital
functions all computed at the same energy. Because this matrix is Hermitian, its
null eigenvalues define solutions of the variational problem [113]. The SM sur-
face functional vanishes not only if ¥ and 1™ match in both value and normal
gradient at o, but also if they are both equal and opposite. This implies that the
VCM determinant vanishes both for “true” solutions, giving an optimal solution of
the surface matching conditions, and for “false” solutions, giving a maximal mis-
match. This can be understood in a one-dimensional model, in which the Wronskian
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condition matches logarithmic derivatives across a boundary. The correct logarith-
mic derivative is obtained even if both function value and gradient have the wrong
sign. The VCM formalism avoids such false solutions by retaining only those zeroes
of the secular determinant for which the energy derivative is negative, a criterion
that selects the “true” solutions [113].

If cell-diagonal terms are retained, the VCM variational equations are

D (B IWwlyt —yY) =0,
VEU

for each atomic cell surface o,, summed over all adjacent cells. Although two
surface integral conditions are needed in general to eliminate both value and gradient
discontinuities, these equations can be justified because each interface o, occurs
twice, for cells p and v, respectively. Expansion in a local orbital basis in each cell
gives

Z (¢L|W/Av| Z GL VL — Z ¢ZV£/> =0.
e L

For an exact solution, the external function 1" would be identical to the global
matching function £ on each interface. An alternative algorithm can be based
on fitting a linear combination of basis functions in each cell to &, which is
uniquely determined. The VCM equations for an orbital basis at fixed energy reduce
to [282]

<¢L|W |Z¢L’VL’ - ) = _(¢Z|Wu|§) =

The global matching function determined by MST is
=Yoot = 3 (weot - ot ST atc)
w,L L v#EW L'

expanded using coefficients

Bl =—(JLIW,18) = =D (J/IW,le)) vy = ZSL NI

L

The variation of the SM functional in 7, then reduces to

287 = sy" (@ |W,lJ"™) [(N“|Wa|¢“>y“ - g“”(J”|WV|¢>”)y“} + he,
VFEL
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omitting L-indices and summations to simplify the notation. The first term is derived
using the general formula

D (@i Wl JLNLIWo|)) = D (61| W NLYILIWe|0)),
L L

from the surface matching theorem. 2§ Z agrees with the KR variational expression
if intermediate sums over angular indices are complete [148]. Because the SM
variational principle implies stationary energy eigenvalues when the continuity
conditions are exactly satisfied, this is also true for the KKR/MST equations when
variational trial functions are continuous with continuous gradients, as for muffin-
tin and atomic-cell orbitals.

7.2.4 Elimination of false solutions

In a root-search procedure, false zeroes of the VCM secular determinant can easily
be identified by testing its energy derivative [113]. However, this is a major obstacle
to energy linearization of the method, following the logic of the LMTO method as
a linearization of KKR [384]. Two simplified variants of VCM have been proposed
that eliminate “false” solutions at the cost of abandoning a variational formalism
related to Schrodinger’s condition of stationary energy [287]. The equations of the
Green-function cellular method (GFCM) [53, 444, 282], or NVCM [287], are

> (wam Db - quz,yz,) =0. (7.6)
L L

v#U
An alternative formalism (JVCM [287]) substitutes the equations [443]

> (J£|W,w| D Zd%n”f) = 0. (1.7)
L L

VEL

A variational alternative, not yet implemented, is to augment the SM variational
functional by a Lagrange-multiplier term designed to enforce the matching condi-
tion at each atomic cell boundary. The proposed variational functional E supple-
ments the Schrodinger functional E, = fm3 ¥*(H — €)y by a Wronskian integral
over the global matching surface,

1 . 1 .
Eo- — (§wm + Ewom _ leo'“ﬁm _ wout) .

& and its normal gradient, defined on the global matching surface, are both
Lagrange-multiplier fields, to be determined such that " =, . Comparison
with MST shows that if this condition is satisfied, & is the global matching function
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£ =, Y =, ¥ Then E, vanishes quadratically and E reduces to the Schrodinger
functional for trial functions v in the usual Hilbert space.
If 2, is stationary with respect to free variations of ¥, ¥ and &,

1 . 1 4
880’ — <§¢,m + 51)bout _ €|W6|81/fm _ 81//0'”)

1. . 1 4
+ <§5W" + anm — SE|W, Y™ — w°“'> =0.
This implies
1 . .
SEU 5(l[/m + 1/Iout); wm =, wout’

or "=, Y =, &. Hence & is the global matching function, and a global trial
function v is defined in the usual Hilbert space. Variation of this function does not
produce any surface terms in § E. The implied practical procedure, as in the LMTO
method [384], is to use these variational conditions to construct trial functions as a
basis for the Schrodinger eigenvalue equations.

The variational equations imply ¥ — f =, 0 on each cell boundary o,,. Given
independent expansions ¥* =Y, ¢}y, within each atomic cell, and &(o) =
2N 7'(r;)B; on the global matching surface, the coefficients are determined
by the implied variational equations. The surface matching theorem implies two
independent Wronskian integral conditions for each atomic cell,

(JL Wyl — Z Stpvy + B =0,
(N IW, Iy — ZCLL’VL’ Z Z (NLIWLINL,) S, v = 0.
Li,L' v#u

The first condition determines the expansion coefficients 8* = S#y*. On substi-
tuting (N |W, [N} )= =Y, (N[ IW,ulJ})er., = —g&r1,» the second condition
reduces to the standard MST equations,

Z Crovp + Z Z gLL]SZIL’VL’ =0.

v#u Ly, L’

An attempt to fit £ on the boundary of any cell 7, by a single expansion in
the local primitive basis functions ¢, fails if these functions all satisfy the same
Schrodinger equation at a single energy. The problem is that such basis functions all
have vanishing Wronskian surface integrals with each other, and cannot match both
value and normal gradient of an arbitrary function on the surface o,,. In MST the
set of irregular solid harmonics N* from all cells is not limited by this constraint,
and thus provides a suitable basis for £. In contrast, representation as a sum of local
primitive basis orbitals in a single cell leads to the problem of “false” solutions of
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the SM variational equations. The MST expansion of & is suggestive that, on any
interface segment o,,,, § must be represented by two distinct terms, one from the
indexed cell u and the other from cell v. In general this ensures that the number of
matching conditions (value and normal gradient for each basis function) equals the
number of independent basis functions.

7.3 Energy-linearized methods

Because of the nonlinear energy dependence of the KKR secular equation, roots
of the secular determinant must be computed by a root-search procedure, requir-
ing repeated evaluation of the secular matrix for each root. Despite the inherent
inefficiency of this procedure, simplifications implicit in the KKR-DFT theory for
muffin-tin potential functions can be exploited. This methodology was used [256]
to compute self-consistent energy-band structures for 32 elemental metals, ranging
from H to In in the periodic table, including spin-polarized structures for the tran-
sition metals. This reference provides a bibliography giving technical details of the
analytical and computational methods used. In order to carry out self-consistent
calculations on more complex materials with polyatomic translational cells, or to
examine effects of lattice distortion, it is desirable to convert this formalism into a
variational form in which energy eigenvalues can be computed from a linearized
secular equation.

7.3.1 The LMTO method

Starting from the idea of “muffin-tin orbitals” (MTO) [7], the linear muffin-tin
orbital method (LMTO), developed by Andersen and collaborators, became one of
the most widely used computational methods in energy-band theory. Publications
on this method include a general description, with source listings of computer
programs [384], and a review of methodology and applications [11]. The LMTO
method differs from the KKR muffin-tin model of multiple scattering theory in three
important aspects. In addition to conversion of the theory to an energy-linearized
form, the method also replaces the original muffin-tin model by an atomic-sphere
approximation (ASA), in which the local atomic potential function is extended
from the enclosed muffin-tin sphere Sy to a larger “atomic” sphere, defined to have
the same volume as the Wigner—Seitz atomic cell. The third element of difference
from KKR is that structure constants are taken to be independent of energy. This is
done by subtracting an energy shift from both sides of the Schrodinger equation,

(V2 +k0)¥v(x) = (v(x) — k% + &3) Y (). (7.8)
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The Green function G and solid-harmonic functions J;, and Ny, are required only
for the fixed energy Kg, usually taken to be zero. This amounts to adding a linear
energy term to the potential function in the interstitial region, justified in full-
potential theory or the ASA because the net interstitial volume is reduced to zero.
The practical effectis slower convergence of the angular momentum expansions. Al-
though the ASA violates the original KKR conditions that ensure an exact solution
of the muffin-tin model problem, the ASA model of overlapping atomic spheres is
in many ways a more satisfactory approximation to full-potential MST. In particu-
lar, in the surface integral formalism, approximating Wronskian integrals over the
surface of a Wigner—Seitz cell by the corresponding integrals over an equivalent-
volume sphere can be considered as a first approximation to a surface quadrature
scheme for polyhedral cells. The full DFT local potential function can be used within
the atomic sphere. The muffin-tin model, which assumes a constant potential in the
near-field region, has no special justification as a computational approximation for
atomic potentials.

In the usual ASA, the 7-matrix is real and diagonal, but the elements have both
zeroes and poles as functions of energy. The original proposal was to simplify KKR
calculations by using constant-energy structure constants while fitting diagonal ele-
ments of ! in the standard secular equation, (t~' — g)8 = 0, to rational functions
of energy [8]. This also simplifies the energy dependence of muffin-tin orbitals,
which can be used as basis functions in the standard Schrodinger variational prin-
ciple for the energy eigenvalues. The resulting LMTO formalism (called LCMTO
in the original presentation) produces a linear eigenvalue problem that includes
a “combined correction” matrix representing the difference of the overlap matrix
evaluated in atomic spheres versus atomic polyhedra together with a correction for
basis functions of higher £ quantum numbers. LMTO energy-band calculations ob-
tain all energy eigenvalues at a given k-point from a single matrix diagonalization.
These eigenvalues are valid within an energy panel in which the rational fit to the
t~'-matrix is sufficiently accurate.

In considering nonspherical local potentials, a simple rational fit to diagonal ele-
ments of #~! is no longer valid. From the general definition of the #-matrix as —SC~!
in terms of the standard MST matrices, it is clear that for energy-independent solid-
harmonic functions, linear energy expansion of the local basis functions ¢ (¢; r) is
equivalent to fitting elements of the f-matrix by a simple rational formula. In the
ASA this produces the parametrization proposed by Andersen. It was recognized at
the same time [13] that a linear energy expansion of the basis functions also solves
the practical problem in MTO theory that in the local representation x = ¢ — > JC
of primitive MTOs the regular solid-harmonic functions are not orthogonal to inner-
shell occupied orbitals. The practical solution is to replace the solid harmonics by
linear combinations of the energy-derivative functions denoted here by ¢, . In the
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standard LMTO method, the basis functions are energy-independent MTOs ex-
pressed as linear combinations of functions ¢, and ¢, computed at a fixed panel
energy [9, 384]. Basis functions of this kind are used in alternative energy-linearized
methods [9, 430] which will not be considered here.

7.3.2 The LACO method

The linearized atomic-cell orbital (LACO) method is a full-potential analog of
LMTO [274]. Energy-independent structure constants are computed using the
LMTO program STR [384]. On a grid of energy values suitable for accurate interpo-
lation, basis functions are computed by numerical integration within the enclosing
sphere of each atomic cell. The basis functions and their normal gradients are inter-
polated to atomic-cell boundaries so that the standard MST C and S matrices can
be evaluated by two-dimensional quadrature over the surfaces of polyhedral atomic
Wigner—Seitz cells. Energy linearization is accomplished in two stages, each with
several options as to the specific procedure. In the first stage, energy-independent
atomic-cell orbitals are constructed in the form ¢ + Zqﬁa) Here, ¢ is a single
primitive basis function ¢} in a particular cell 7,,. In this cell, the defining ACO
form ¢ — Y JC is modified by representing the regular solid-harmonic functions
J as linear combinations of energy-derivative functions ¢, . In all other cells, the
matched external function Y~ N S is expanded in the local ¢, basis. The coefficient
matrix wy ;- satisfies a set of inhomogeneous linear equations, obtained from one
of the linear forms of full-potential MST equations, in the extended fixed-energy
basis of functions ¢; and ¢, . In the second stage of LACO calculations, these
energy-independent ACO functions are used in the standard Rayleigh—Schrodinger
or Schlosser—Marcus variational equations to determine energy eigenvalues.

In an energy range or panel sufficiently narrow that linear energy interpolation
of the basis functions is accurate, it can be shown that this general linearization
procedure produces eigenfunctions identical to the null vectors of the MST secu-
lar equations. To prove this for basis functions all at the same energy €(, consider
right-eigenvectors of the complex, unsymmetric matrix w. The eigenvalue equation
wcy = cx A€ defines a displacement Ae from the fixed panel energy. Each eigen-
vector of the w-matrix determines a linear combination of energy-independent
ACO functions which, by construction, is an optimized fit to the orbital continuity
conditions. This function is

V=Y (04 Y d0)a=D ¢ +dAre)c =Y dee. (19

This agrees with the form of an MST null-vector expanded in the energy-dependent
basis at €, = €y + A€;. Because of numerical approximations inherent in practi-
cal calculations, it is generally inconvenient to diagonalize matrix w directly. The
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eigenvalues are complex numbers if there are any residual numerical errors. For
this reason, a standard variational principle based on Hermitian matrices is used
in the second stage of linearized calculations. The ¢, é expansion must be used
with caution unless all elements of the w-matrix are small. A large energy shift Ae
may imply that basis functions fall outside the energy panel used in a particular
calculation, so that the interpolated functions are not accurate. So-called “ghost”
bands can occur, especially for higher angular quantum numbers, when functions
¢ and ¢ tend to become linearly dependent within a local cell [11].

7.3.3 Variational theory of linearized methods

The Kohn—Rostoker variational principle [204] implies variational equations in the
extended basis {¢, ¢}. Each energy-independent ACO basis function ¢* is defined
by one fixed function ¢* modified by a sum of ¢* functions with coefficients w**.
Suppressing L-indices, the KKR/MST equations indexed by ¢* in cell 7, for the
coefficients in ¢* are

D (8#8 + $1) [ (CY8™ + CY ™) + (S8 + §'w™)] = 0. (7.10)

Matrices C, S, C and S here are to be considered as rectangular matrices. The
internal sums over solid-harmonic L-indices should be carried to convergence. The
L', L indices of the square matrix o are basis function indices and may have a
smaller range.

If the KKR functional A were treated as a functional of the coefficient matrix
w, the derived variational equations would be a set of linear equations of the form
gut > ,[---1 =0, where the bracketed term is the same as in Eqs. (7.10). The
solution of these simplified equations for a given value of A, L and all values of
wu, L' is a column vector of the w-matrix. These simplified equations were tested
by empty-lattice calculations on an fcc space-lattice [280].

The Schlosser—Marcus variational principle [359] provides an alternative that
does not use structure constants. On substituting the expansion of an energy-
independent ACO into the SM variational functional, the variational equations
indexed by ¢~ in cell 7, are

D (@18 + G ) Wi |98 + ) — (978" + ™) =0, (7.11)
VFER
where L-indices and sums are suppressed to simplify the notation. In these equa-
tions, the internal summations in Eqs. (7.10) are replaced by direct matching
across adjacent cell interfaces. If the generally complex unsymmetric matrix o
is diagonalized, with eigenvector elements c,, Egs. (7.11) reduce to the VCM
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equations for Y* = >, ¢} (ex)c),,

D (@ €Wyt — ) =0,

VFER
whose null vectors determine equivalent linear combinations of ACO functions or
of atomic basis functions at energy values displaced by Ae,. In this representa-
tion, the LACO method is an energy-linearized version of the variational cellular
method (VCM) [112]. However, Eqgs. (7.11) are quadratic in the matrix w, which
is nonhermitian in general and complex for periodic lattice structures, due to trans-
lational phase factors. The problem of “false” solutions, inherent in the SM/VCM
variational principle, remains in these quadratic matrix equations, for which no
computationally viable solution algorithm has been found. Approximate linear
equations are obtained if the left-hand element is simplified to either just ¢* or $*,
as done in tests [280] of the corresponding KKR/MST equations. As in the case
of Egs. (7.10), each solution of the simplified equations for given X, L is a column
vector of the w-matrix. The two alternative sets of simplified equations cannot be
satisfied simultaneously.

These difficulties with the linearized VCM can be resolved by using the extended

functional, defined over the global matching surface o in Subsection 7.2.4, above,

-~ lwin + lw()ut le |wm w()ut

Following LMTO theory, an energy-independent ACO function ¢* based on atomic
cell 7, is represented in all cells 7, by the form ¢*§** + $"w"*. The Lagrange-
multiplier field &, which becomes the global matching function in the variational
equations, must be expanded in a basis of functions that can be extended to complete-
ness on the global matching surface. In MST, the expansion on each interface sector
o, of the matching surface consists of two terms. One is the local sum, >, N}, and
the other is the corresponding sum over irregular solid harmonics extended to o,
from all other cells. Both sums are needed in order to match both value and normal
gradient of the wave function on the local cell surface. Because the primitive basis
functions ¢} are strictly truncated on o,,, the surface of cell 7,,, the energy-derivative
functions ¢* should be defined for consistency as identically zero outside o,. By
implication, replacing solid-harmonic functions by the local basis {¢} in each cell,
the matching function should be expanded on each o0, as § = LB + ¥ BV
The Wronskian integrals of y* — & that must vanish for each cell 7, are

D @ W@ 8" + ¢ o) — (¢ B + ¢"B") =0,
VFER

D @ W@ + ¢ ) — (¢ B + ") = 0.
VFER

(7.12)
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If the total number of basis functions ¢ for all cells is Ny, then for each global
solution index A there are 2Ny equations for the 2N, elements of the column vectors
" and B**. Thus the variational equations derived from E, provide exactly the
number of inhomogeneous linear equations needed to determine the two coefficient
matrices, @ and B. These equations have not yet been implemented, but they
promise to provide an internally consistent energy-linearized full-potential MST.

7.4 The Poisson equation

For a solid or molecule subdivided into atomic cells, the Poisson equation, given
in Rydberg units by

Vv = —8np, (7.13)

can be solved by full-potential multiple scattering theory methods. Here p is the
local number density of electrons, and the negative electronic charge is factored
out of both charge density and potential. Adopting the classical theory of inhomo-
geneous linear differential equations to a cellular model, particular solutions are
first obtained for each atomic cell and then modified by the addition of regular
solutions of the homogeneous equation to satisfy continuity and boundary condi-
tions. The original full-potential MST [432] was modified for the Poisson equation
and applied to a periodic charge distribution on an fcc space-lattice [247]. In this
example all atomic cells are geometrically equivalent, so the actual calculation is
for a single cell with periodic boundary conditions. The given charge distribution,
with Heaviside cutoff factors at the polyhedral cell boundary, was expanded in
spherical harmonics at radii up to that of the enclosing sphere. A local particu-
lar solution vy was obtained by integrating equations analogous to the KKR/MST
equations in spherical polar coordinates, subject to the boundary condition that the
particular solution should vanish at large r. The external continuation of vy is a
sum of multipole potentials. Within a particular cell, the sum of these potentials
due to all other cells defines a local potential Av, expressed in terms of structure
constants that are just the coefficients in the two-center expansion of the Coulomb
interaction. Av is added to vy to give the required global solution of the Poisson
equation. The surface integral MST method described below has been applied to the
Poisson equation, and is incorporated in the LACO program package [278], still
using structure constants. More recently, MST cellular methods, using direct match-
ing theory with NVCM (GFCM) and JVCM equations rather than structure con-
stants, were applied to this problem in a detailed numerical study [443]. This study
finds that the JVCM is the most accurate and reliable of the methods considered,
which included standard MST with structure constants.
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Multiple scattering theory treats the Poisson equation as an inhomogeneous
Helmbholtz equation of zero energy (Laplace equation). The Green function G
is proportional to the Coulomb potential. In Rydberg units, 87 Gy = —2/r;5. A
particular solution vy and complementary solution Av within a local atomic cell t
are defined by subdividing the Lippmann—Schwinger equation such that

v=1v9+ Av = —8x / Gop — 871/ Gop. (7.14)
T R3—t

The choice of solid-harmonic functions
Jo=r'Y Qe+ 1;  Ne=r""'vy

gives the well-known one-center expansion of 1/ry; [188]. It is assumed that the
local density function is subdivided into spherical harmonic components as p =
>, pr- Each of these components defines a particular solution within the enclosing
sphere of the local cell. A very efficient numerical algorithm is available for solving
the radial Poisson equation [229], generalized to arbitrary £-values [278]. Denoting
these primitive solutions by 9, the ACO construction can be used to define a
particular solution vg,, for each p; such that vo, = 9, — ) J¢ in the local cell 7.
vo, matches onto an external function ) N§ on the cell surface o. The coefficient
matrices here are defined by

Cr.r = (Np|Weldp), S =—p|Weldp). (7.15)

The complementary potential Av or generalized Madelung term is expanded in
regular solid harmonics as

Avf ==Y "JlACh . (7.16)
L/

The coefficients here are

Act = — Zg‘”(.]”|Wv|v(‘j), (7.17)
v

obtained by substituting the two-center expansion of N* into the second term in
Eq. (7.14), or, equivalently, into ) _ N§.

Alternative equations for the coefficients Ac are given by direct matching at
cellular interfaces, bypassing the need for structure constants. The two alternatives
considered by [443] are the NVCM or GFCM equations,

D (N IW[J)ACY — Ack = (N[ Wy lvg), (7.18)
VER VFEL
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and the JVCM equations,
D UMWl IDYAC = (T4 Wolvg) = (T4 W, [vf). (7.19)
VFER VFEU

Exploiting the high efficiency of the integration algorithm for the radial Poisson
equation [229], MST surface integral formalism [274, 278] reduces the computation
of multipole moments of cellular charge densities to the evaluation of Wronskian
surface integrals. Electrostatic multipole moments Q; are defined by the asymp-
totic external potential for each cell t. For the particular choice of solid-harmonic
functions given above,

lim, oovor = »  NpSpp=—87 Y N.LO.. (7.20)
L

A factor —2 included in the last term here compensates for the use of Rydberg units
and for the omission of the negative electronic charge in potential functions derived
from Eq. (7.14). Hence the electrostatic multipole moments of atomic cell t,, are

1 R 1 .
0L =gz 25w =g, (fflwaﬂi Z) : (721)
This equation is used for £ = 0 to evaluate normalization integrals in the LACO
program package [278], avoiding numerical volume quadrature.

7.5 Green functions

Although electronic structure calculations are usually concerned with finding the
eigenfunctions ¥;(x) and eigenvalues ¢; of the Schrodinger equation, the corre-
sponding Green function is required for many classes of applications. Problems
dealing with impurities, transport, disordered systems, photoemission, etc. are most
naturally solved using the Green function. In principle, the Green function can be
constructed from eigenfunctions, using the spectral representation,

G(x,X) =Y ¥i(x)(e —e) Y ().

This representation converges very slowly in general, and an alternative method
is needed. Direct methods for computing the Green function are considered here,
using boundary-matching methods of multiple scattering theory. An important
consideration, in the context of extensions and applications of density functional
theory (DFT), is that any external perturbing potential will in general be modified or
screened by a self-consistent response. Hence any incremental potential considered
here is assumed to be modified or screened in the sense of linear-response theory
[79, 292].
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7.5.1 Definitions

For energy k2 in Rydberg units, the Green function of the Helmholtz equation, with
given boundary conditions, satisfies

(V2 +1*)Go(x, X)) = 8(x, X)), (7.22)
while the corresponding Schrodinger Green function satisfies
(V2 + k% — v(x)G(x, X)) = 8(x, X)). (7.23)

These two Green functions are related by the Lippmann—Schwinger integral
equation

G(x,xX) = Go(x, X)) + /

iy

RN

Go(x, NGy, x)d%y. (7.24)

The wave function of a perturbed system defined by Av(x) is

V(X)) = ¥(x) + / G(x, X)Av(x )P (x)d>x. (7.25)
N3

This equation can be applied to a wide class of problems including the electronic
structure of vacancies, impurities, and of other localized perturbations of solids and
atomic clusters. The methods considered here make it possible to construct G(x, x)
for any potential function v(x) defined throughout the coordinate space R>.

It is assumed that R? is subdivided into space-filling cells. A typical cell 7,, has
closed surface o,,. An external empty cell can be included to fill space for a finite
system. Solutions of the homogeneous Helmholtz equation about the origin of cell
define regular and irregular generalized solid-harmonic functions, denoted here by
J}" and N}, respectively. Each generalized solid-harmonic function is the product
of a radial factor and a spherical-harmonic function, defined here by a combined
index L that denotes the quantum numbers (£m). Normalization is assumed to be
consistent with the Kronecker-delta relation,

(NL|Wo|Jr) =61 (7.26)

Expressed in local coordinates for each atomic cell, the Helmholtz Green function
can be expanded in solid-harmonic functions,

Go(r,¥) ==Y J.(®N;(@). r<r'. (7.27)
L

To verify this expansion, consider G(r, r’) for a fixed point r’. For r < r’, this
function is a regular solution of the Helmholtz equation and must have an expansion
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of the form

Go(r, ') = Y JL(r)(NLIWolGo), (7.28)
L

where the Wronskian integral is over the surface of any sphere centered at the cell
origin with radius ro < r’. For r > r’, this function is a bounded solution of the
Helmbholtz equation and must have an expansion of the form

Go(r,¥') = — Z N (r)(JLIW1]Go), (7.29)
2

where the Wronskian integral is over the surface of any sphere centered at the
cell origin with radius r; > r’. If Eq. (7.22) is multiplied by N;(r), and the cor-
responding null term with the Helmholtz operator applied to N; is subtracted, on
integrating over the volume defined by ro < r’ < ry, between radii ry and ry, this
integral reduces to Wronskian surface integrals. This implies

N; () = (NL|Wi|Go) — (NLIWo|Go). (7.30)

Since r; > r’, Eq. (7.29) implies that the first integral on the right-hand side van-
ishes. The second integral gives the coefficient in Eq. (7.28), which reduces to
Eq. (7.27). Similarly, if Eq. (7.22) is multiplied by J/(r) and integrated over the
volume between radii ¢ and rq,

Jr (@) = (JLIWi|Go) — (J|Wo|Go). (7.31)

In this case, the second integral on the right-hand side vanishes and the first integral
gives the coefficient in Eq. (7.29). This provides a formula valid for r > r’, com-
plementary to Eq. (7.27). Comparison of these two formulas shows that the linear
operator G is Hermitian for real energies.

When coordinate x = X, + r lies in cell 7, and X' = X, + r’ lies in a different
cell 7,, a two-center expansion of the Green function is needed. Since N} (x' — X,,)
is a regular solution of the Helmholtz equation in a sphere of radius [X, — X, |
about the origin of a displaced cell v,

NI + X, = X,,) = NS, — Z Jhaheg (7.32)
LI

for r' < |X,, — X, |. The expansion coefficients g,', are structure constants at the
given energy. This matrix is Hermitian for real energies. Using the above expansion,
the Helmholtz Green function can be written in the form,

GoXy + 1. X, +1) =Y JIm I @) =) T ONF )8, (7.33)
LL L
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where r < r’ within any single cell . The two-center expansion converges in gen-
eral for muffin-tin geometry, when the two coordinate values lie within nonover-
lapping spheres. It is assumed here that cell coordinate origins are chosen to satisfy
this geometric condition for some neighborhood of each cell origin.

These definitions can be generalized to give an expansion of the Green function
G(x, X') in terms of local solutions of the Schrodinger equation in each cell 7. Local
regular solutions ¢, and local irregular solutions ¢; can be defined by matching to
functions J;, and N, respectively, on an infinitesimal sphere about the cell origin,
or, alternatively, by requiring similar conditions on a local cell boundary o. This
construction imposes the Wronskian condition

CLIWsldr) =311 (7.34)

These integrals vanish between any two ¢ or two ¢ functions. Green’s theorem
implies that this Kronecker-delta formula is valid for Wronskian integrals over
any closed surface that encloses the local cell center and excludes all other singular
points of the potential function. If singularities of the potential function occur only at
cell centers, these functions can be assumed to be have regular extensions out to the
nearest neighbor cell center, but in general no further. For this reason, the primitive
function ¢ must be modified by the addition of a sum of regular functions ¢ in its
cell of origin to define a modified irregular function ¢ that is regular everywhere
except at the defining cell center. With these definitions [53, 441, 444], by analogy
to the Helmholtz Green function,

G, v)=-) o), r<r, (7.35)
L
L+ X, = X,) = ¢ ()8 — Y61 (NG (7.36)
%

forr’ < X, — X,|, and

X, +1.X, +1)= Y3 LG, L ora) = 3 L me ()8, (1.37)
L L L

valid for r < r’ within a single cell, or for coordinates in two nonoverlapping
spheres. The coefficients G}, define the structural matrix of the Schrodinger Green
function. For v = u, ¢* — ¢* is a sum of regular functions ¢* with coefficients
_GMM

L.L"

The definition of irregular functions ¢ depends on boundary conditions imposed
on the Green function. Any variation of the set of functions ¢ defined by adding
linear combinations of the regular functions ¢ with coefficients that constitute an
Hermitian matrix simply moves the corresponding term between the two summa-
tions in Eq. (7.37), leaving the net sum invariant, and preserving the Kronecker-delta
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conditions of Eq. (7.34). The present derivations are covariant with respect to the
group of such transformations. For particular applications, the representation can be
chosen for the greatest convenience, subject only to the Kronecker-delta condition.

7.5.2 Properties of the Green function

The definition of the Schrodinger Green function can be extended to a complex-
valued energy parameter z. Then Eq. (7.23) for the Schrodinger equation can be
written as

(z — Hx))G(z;x, X)) = §(x, X)), (7.38)

which defines G(z) = (z — H)~! as the resolvent operator. G(z) is an analytic op-
erator function in the upper half of the complex z-plane. The singularities are poles
or a continuum branch cut corresponding to energy eigenvalues. If 7/ is Hermitian,
the eigenvalues lie on the real energy axis. The corresponding orthonormal set of
eigenfunctions ; defines a spectral representation

Gx.X)= Y %™ — &) Y. (7.39)

This formula indicates that the residue of G(z) at an eigenvalue pole is just the
density matrix, in the coordinate representation, summed over all eigenfunctions
with this eigenvalue. This residue can be extracted conveniently by using Dirac’s
formula after displacing each eigenvalue into the lower complex plane,

1 —
1—e+i8 | z—¢

lims_o —ind(z — ). (7.40)

Specializing to the electronic density for electrons of one spin in the local coordi-
nates of a particular cell, the local density per unit energy is

1
n(e;r) = ——3G(e;r, 1). (7.41)
T

Summing over all eigenenergies below a chemical potential or Fermi level p, the
local density function is defined by a contour integral passing above all poles on
the real axis,

p(r) = —% /M SG(z;r,1)dz. (7.42)

In methodology based on computation of the Green function, this formula re-
places the usual sum over eigenfunctions. When integrated over coordinate space,
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Eq. (7.41) gives the density of states per unit energy,

n(e) = —% /72‘ SG(e;r,r)dT. (7.43)

These formulas must be summed over a spin index to give the corresponding total
densities. In multiple scattering theory, the Green function as given by Eq. (7.37) is
subdivided into terms valid in separate atomic cells. The elements with ¥’ = r are
single sums over the cells. Hence the density of states of given spin in a particular
cell T, is

nt(e) = —%/ IGH(e;r, 1), (7.44)

Iz

where G* denotes the terms with v = u in Eq. (7.37).

7.5.3 Construction of the Green function

Equation (7.24) suggests that the structural matrix G’Z,”L, of the Schrodinger Green
function at specified energy should have a simple relationship to that of the
Helmholtz Green function, which is the matrix of structure constants gZ’UL,. The
basis set of regular local solutions of the Schrodinger equation can be constructed
so that matrix G depends only on g and the 7-matrix. In deriving the KKR/MST
equations, primitive basis functions were defined by outward integration, starting
from specified regular solid-harmonic functions J;, at the origin in each atomic
cell. A canonical basis set is defined by transforming the primitive basis by ma-
trix C~', where C r.r 1s defined as in MST. Hence, in the canonical basis, C is
a unit matrix. The matching equations on the local cell boundary depend only on
the 7-matrix, because each basis function matches to a boundary function J — Nt.
These basis functions, still indexed by L, are in one-to-one correspondence with
the regular solid-harmonic functions J;. Corresponding to the canonical regular
basis function ¢, , which matches onto J — Nt on cell surface o, a paired canoni-
cal irregular function ¢; can be computed by integrating the Schrodinger equation
inwards from o, starting from a single irregular function N, on this surface. The
full set of canonical basis functions satisfies Eq. (7.34).

The structural matrix G can be derived in this canonical basis from the matrix g of
structure constants, using the surface-matching theorem. For a modified irregular
function ¢* and the corresponding global matching function & = X, N#BH, the
matching conditions on the boundary of any cell 7, are

(JEIWHEr —€) =0,  (NWET*—&)=0. (7.45)
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Expanding the difference function * — ¢* in the form —¢*G** in cell 7, its
representation in the canonical basis on surface o, is —(J* — N#t*)G**. Similarly,
¢* is N“§#* on o, and & is N*B* — X,J#g""BY. Then from Egs. (7.45) the
coefficients in functions & and {* — ¢*, respectively, are given by

Bl =" G, G =) "B, (7.46)

omitting indices L. Combining these equations, for each cell 7,,,

G' = g" 4+ ¢t G™, (7.47)
v

again omitting L-indices and summations. This is a Dyson equation in the form
of a matrix representation G = g + gtG of the Lippmann—Schwinger equation,
Eq. (7.24). This equation can also be derived by using the idea of atomic-cell
orbitals (ACO), generalized to irregular functions. An irregular ACO is defined in
a reference cell 7, as the canonical function ¢*. In all other cells 7, it is the local
expansion of N*, expressed in terms of the structure constants g"*. Similarly, a
regular ACO takes the form ¢ — J in its indexed cell and Jgt in all other cells. The
ACO form of ¢* in cell 7, is

ot =M — pr G 4 TH |:Z(8’“ — gMt"G" — g’”:| . (7.48)

omitting indices L. Following tail-cancellation logic [7], the coefficients of func-
tions J must vanish in all cells. This implies Eq. (7.47).

The structural matrix GZUL, can be evaluated by direct matching across adjacent
cell interfaces, without using the matrix of structure constants. This construction
was originally derived (unpublished notes) from the Green function cellular method
(GFCM) [53, 441, 444]. The GFCM itself can be derived as a variant of the varia-
tional cellular method (VCM) [112, 110, 276], by restricting the form of allowed
variations on cell surfaces. The resulting NVCM or GFCM equations are given
above as Egs. (7.6).

The structure constants or structural matrix for the Helmholtz Green function,
defined by Eq. (7.22), can be determined by applying Egs. (7.6) to the global
solution of the Helmholtz equation given by Eq. (7.32), with a specified singularity
in cell 7. For this application, the potential function vanishes everywhere except
for an implied singular potential in cell 7;, designed to specify the irregular solid
harmonic function N;- as an exact solution in this cell. Then the local basis in
each cell v # A is the set of regular solid harmonic functions J; . Using these local
expansions, Egs. (7.6) become a set of inhomogeneous linear equations for column
A of the matrix of structure constants. Suppressing L-indices, these equations take
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the form,

D O (NH W [(N#8#* — JH gty — (N8 — J"g") = 0, (7.49)
VFEL

for all cells 7,,. Simplifying by use of Eq. (7.26),

D (NH Wy | T8 — gt =Y (N* W |N")8™ (7.50)
VFEU VFE
While these equations are consistent with the GFCM, their relationship to the
VCM variational equations suggests that the alternative formalism defined by the
JVCM might be more appropriate. In the global solution sought in the present case,
the irregular term is fixed, and all variational increments are linear combinations
of regular functions J; . Hence variation of coefficients gives the JVCM Egs. (7.7).
A similar situation occurs for the Poisson equation, since a particular solution of
the inhomogeneous equation is fixed, and all incremental functions are regular
solid harmonics. Recent calculations comparing these methods for the Poisson
equation [443] show improved convergence in the JVCM formalism. It was shown
that extension of the Schlosser—Marcus variational principle to the Poisson equation
implies the JVCM equations [443]. In the present case, Eqgs. (7.7) take the form

D H W [(N#8 — J#gh*) — (N¥8" — JVg") =0, (7.51)
VEL

for all cells 7,,. Simplifying by use of Eq. (7.26),

D THIW T8 =) (J# Wy [NV)S + 842, (7.52)
VFEU VFER
Equation (7.52) is generalized to the Schrodinger Green function by using local
regular functions ¢ on the left and by using Eq. (7.36) to define an exact solution
of the Schrodinger equation in each cell, with a specified singularity in cell ;. The
resulting linear equations take the form, suppressing L-indices,

Y @ IWwl¢)G™ =Y (@*IWulgM)8 + 5, (7.53)
vE#L vFEL
for all values of ; and A. These equations determine the structural matrix G for
any set of space-filling cells.

Equations (7.53) simplify if the system has point-group or translational sym-
metry. Then local basis functions of equivalent cells are related to those of a smaller
number of generating cells by phase factors and elementary rotations. Considering
only translational symmetry, it is convenient to index cells in a reference transla-
tional cell by indices u, etc. and to index translated equivalent cells by the corre-
sponding indices fi, etc., such that the displacement of cell 7; relative to cell 7,
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is a lattice translational vector dj,,. Using this notation, Eqs. (7.53) imply separate
equations for each k-vector in the reduced Brillouin zone, in the form

Y on (9" 1 Wisld™) exp(ik - dyy )G (k) =
Yoz (@I Wis 1) exp(ik - d5, )8 + 812, (7.54)

for all values of p and A that index cells in the reference translational cell. The
corresponding equations derived from Eq. (7.50) have been verified by comput-
ing structure constants for an fcc lattice along the I' — K line in the reduced
Brillouin zone, checked against a published structure-constant program STR [384].
Equations (7.53) have not been tested, but are expected to show improved conver-
gence because they are variationally correct for this problem.
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8.1 Scattering by an N-electron target system

Scattering by an N-electron atom or molecule with fixed nucleus is described by
an (N+1)-electron Schrodinger wave function of the form

Wy = AO, Y+ Y Ducys. (8.1)
P "

The index s here denotes a particular degenerate solution, specified by boundary
conditions, at given total energy E. The N-electron function ® , is a target state with

129
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energy E,. It is assumed that all target functions ®, are defined by orthonormal
eigenvectors of a Hamiltonian matrix in a common set of N-electron basis functions.
The eigenvalues are the energies E,. ¥, is a one-electron channel orbital wave
function, antisymmetrized into ®, by the operator A. The functions &, are an
orthonormal set of (N+1)-electron Slater determinants. The channel orbital v/,
is characterized by orbital and spin angular momentum quantum numbers and by
asymptotic energy E — E,. This energy is positive for open scattering channels,
defining a wave vector or electron momentum &, suchthat £ — E, = %kf,. Hartree
atomic units are used here. If E — E,, < 0the channelis closed. Then k, is replaced
by ik, for k, > 0. In practice, the basis functions &, are replaced by symmetry-
adapted linear combinations of simple Slater determinants, defined for total spin
and atomic orbital angular momentum or for molecular point-group symmetry. The
expansion indicated in Eq. (8.1) remains completely general. For heavy atoms, the
notation can be adapted to jj-coupling.

For an atom, or outside a sphere that completely encloses a target molecule,
channel orbital functions are of the form

lpps = r_lfps(r)YEm((e, ¢)me,
where, for r — o0, f,s(r) ~ k;% sin(k,r — %E pT + 1), for single-channel scat-
tering by a neutral target. This functional form must be modified for long-range
Coulomb and dipole potentials. The normalization implies unit radial flux den-
sity for a free electron. For interacting scattering channels, the multichannel wave
functions are

_1 1 1
fps(r) ~k,? |:sin (kpr — 56,,71) Qops + COS (kpr — 58,,%) ozlps] . (8.2

The coefficient matrices o« and ) determine scattering matrices and cross sections.
Closed-channel orbital functions must vanish for r — oo, in a way determined
by the long-range potentials in the Schrodinger equation. The term in exp(—«,r)
implied by analytic continuation of an open-channel orbital through the continuum
threshold is generally dominated by terms in reciprocal powers of r due to such
long-range potentials.

It is assumed that v, is orthogonal to all orbital functions used to construct
©®, and ®,,. This ensures that Eq. (8.1) describes projection of W onto orthog-
onal target-state components W, = A® ¥, and a residual orthogonal compo-
nent Wo =3 ®,cys that is quadratically integrable. The coefficients ¢, are
determined variationally. For any calculation using a finite orbital basis, the open-
channel terms A® ,,,; remain distinct from the Hilbert-space component Wy. The
oscillatory function v, with nonvanishing asymptotic amplitude cannot be repre-
sented as a finite superposition of quadratically integrable functions. In contrast,
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closed-channel terms can be included in either sum. In the close-coupling formal-
ism, part of W, can be replaced by A®,, v, , where ©,, represents a target pseudo-
state with energy E,, > E, corresponding to a closed channel. Such a function lies
in the electronic continuum. Polarization response can be represented in terms of
such polarization pseudostates ®,,,), computed as the first-order perturbation of
®, by a polarizing field. The corresponding closed-channel orbital function v,
may be computed from the close-coupling equations derived here.

Using the projection-operator formalism of Feshbach [115, 116], an implicit vari-
ational solution for the coefficients ¢, in W can be incorporated into an equivalent
partitioned equation for the channel orbital functions. This is a multichannel variant
of the logic used to derive the correlation potential operator 9. in orbital-functional
theory. Define a projection operator Q such that

\I’Q = Q‘I’s = ZCDM(@M\DS),
I

and the orthogonal complement operator P, such that

Wp = PW, >~ Y AO ;.
)4

Defining a Schrodinger functional & = (V|H — E|V), the Euler-Lagrange equa-
tions for fixed energy E are

S8 S8
—d —d

Wy 8wy

The resulting coupled (N +1)-electron equations are
P(H — E)PVp + PHQV, =0
OHPYp + Q(H — E)QW¥, = 0.

The reduced operator Q(H — E)Q in the Q-space can be inverted to give a formal
solution of the second equation,

Vo = —{Q(H — E)Q} ' QHPVp.

The operator {Q(H — E)Q}~" is an (N+1)-electron linear operator whose kernel
is

> ®,(H - E),) @5,
TRy

When substituted into the first equation, this gives an effective multichannel
Schrodinger equation of the form

{H — EXp = {P(H — E)P — PHO{Q(H — E)Q} 'QHP}¥» = 0. (8.3)
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Equation (8.3) provides a common basis for the major computational methods used
in low-energy electron scattering theory. The terms containing {Q(H — E)Q}~'in
this equation describe polarization response and other correlation effects in terms
of a matrix optical potential. Singularities due to this energy denominator cancel
out exactly [264, 265, 270].

Effective one-electron equations for the channel orbital functions can be obtained
either by evaluating orbital functional derivatives of the variational functional &
or more directly by projecting Eq. (8.3) onto the individual target states ® ,. With
appropriate normalizing factors, (®,|W,) = v,;. Equations for the radial channel
functions f,,(r) are obtained by projecting onto spherical harmonics and elemen-
tary spin functions. The matrix operator acting on channel orbitals is

P! = (©,H — E|AB,). (8.4)

The projection of this operator onto spherical harmonics and spin functions defines
aradial operator m?? = g?4 —€,8,,, where ¢, = E — E,.

8.1.1 Cross sections

If there are n, open channels at energy E, there are n, linearly independent degen-
erate solutions of the Schrodinger equation. Each solution W is characterized by
a vector of coefficients «;,, for i = 0, 1, defined by the asymptotic form of the
multichannel wave function in Eq. (8.1). The rectangular column matrix o consists
of the two n,, X n, coefficient matrices o, o¢;. Any nonsingular linear combination
of the column vectors of « produces a physically equivalent set of solutions. When
multiplied on the right by the inverse of the original matrix o, the transformed
a-matrix takes the canonical form

a():Ia alzK,

which defines the reactance matrix K = o;(ag)~!. For exact solutions of the
projected Schrodinger equation, the open-channel K-matrix is real and sym-
metric [257, 302]. It can be diagonalized by an orthogonal transformation to
define eigenchannels, defined by the eigenvectors. The eigenvalues are tan n,, for
o =1,...,n,, which defines the eigenphases n, up to a multiple of 7 radians. The
scattering matrix S is defined by [257]

S=U+iK)I—-iK)™",

and the transition matrix T is defined by

T = l_(s —D=KU—-iK)™".
2i
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In terms of eigenchannels and eigenphases,

no
K, = E X poXso tan gy

o=1

Ny
Sps = Z XpoXso eXP(zl 770)

o=1

o
Tps = Z XpoXso exp(ine) sin(7, ).
o=1
The S-matrix is unitary and symmetric, while the 7-matrix is symmetric. This
particular definition of the 7-matrix reduces for scattering by a central potential to
the phase-shift factor in the scattering amplitude,

1 & L
fO)=7 > (@€ + 1)exp(ing) sin 1, Py(cos 0),
£=0

such that the differential cross section is

d
= If O

a2
If k is in atomic units a,, ! the differential cross section is in units a% per steradian.
Differential and total cross sections for multichannel scattering by an atomic tar-
get can be derived from general formulas [27, 184]. The partial cross section for
scattering from channel ¢ to channel p is

2

4 . .
Y XpoXgo eXp(it,) sin(1,)

4
qu = ﬁ k2
q

2 _
|qu| - 55

The total cross section for unpolarized scattering is obtained by summing o, over
degenerate final states and by averaging over initial states.

8.1.2 Close-coupling expansion

If the set of target states ® , in Eq. (8.1) could be extended to completeness, solution
of the coupled equations for the channel orbitals v/, would provide a quantitative
solution of the scattering problem for an N-electron target. This is the strategy
of the close-coupling method [374, 325, 48, 376]. The coupled integrodifferen-
tial equations for the channel orbitals are the close-coupling equations. Because
the expansion in target states must be truncated for any practical calculation, the
second term in Eq. (8.1) is required in order to include polarization and correlation
effects as well as to assure consistent orbital orthogonality conditions. No generally
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satisfactory way has been found to include the continuum of unbound target states
required for completeness of this expansion.

Since only a relatively small number of coupled equations can be solved in
practice, the target states ©, must be selected carefully. Virtual target excitation
into the ionization continuum must be approximated by inclusion of closed-channel
pseudostates that cannot be target eigenstates but have the character of wave packets
in the continuum. Target polarization response is treated by including polarization
pseudostates ©,,(,).

If only a single target state is included, itself represented as a single-determinant
model state ®,, the formalism reduces to the static-exchange (SE) model. Because
of the complexity of more detailed scattering models, much work in fixed-nuclei
electron scattering by molecules has been carried out at this level of approximation
[215]. This model is generally unsatisfactory for low-energy scattering, and must
be augmented by a valid approximation to the dipole polarization response of the
target system [270, 135]. Models that augment static exchange with polarization
response are denoted by the acronym SEP. It will be shown below that a model with
this computational structure can be derived from formally exact orbital functional
theory (OFT), if the correlation potential operator 9. is approximated in terms of
polarization pseudostates [290].

8.2 Kohn variational theory

Variational theory relevant to the representation of an (N+1)-electron continuum
wave function by Eq. (8.1) will be considered here. Direct computational imple-
mentation of this formalism defines the matrix variational method. Since the widely
applied close-coupling method can be described by Eq. (8.1), the general argument
here also applies to that formalism, with some modifications of detail. In the al-
gebraic close-coupling method, the variational formalism, using an orbital basis
expansion, replaces direct numerical solution of integrodifferential close-coupling
equations.

In bound-state calculations, the Rayleigh—Ritz or Schrodinger variational princi-
ple provides both an upper bound to an exact energy and a stationary property that
determines free parameters in the wave function. In scattering theory, the energy is
specified in advance. Variational principles are used to determine the wave function
but do not generally provide variational bounds. A variational functional is made
stationary by choice of variational parameters, but the sign of the residual error is not
determined. Because there is no well-defined bounded quantity, there is no simple
absolute standard of comparison between different variational trial functions. The
present discussion will develop a stationary estimate of the multichannel K-matrix.
Because this matrix is real and symmetric for open channels, it provides the most
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convenient of several alternative representations of the asymptotic part of a scatter-
ing wave function. Recent developments that exploit aspects of the complex-valued
S- or T-matrices will be discussed below.

Variational principles for scattering matrices and wave functions were originally
introduced by Hulthén [175, 176] and by Kohn [202]. Quantitative applications of
variational methods to electron—atom scattering theory began with calculations of
e~ —H elastic scattering by Schwartz [369, 370], using the Kohn method for the
K-matrix. Further progress required understanding and resolution of the problem
of spurious singularities in the Kohn formalism. These developments have been
discussed in detail elsewhere [270]. More recently, this problem has largely been
bypassed in the complex Kohn formalism, which has been very effectively used for
calculations of electron—-molecule scattering [341].

8.2.1 The matrix variational method

The asymptotic form of radial open-channel orbitals f,(r) is given by Eq. (8.2).
Functions of this form can be represented as linear combinations of two independent
continuum basis functions for each open channel. These basis functions must be
regular at the coordinate origin, but have the asymptotic forms

_1 1
Fop(r) ~ k,* sin <kpr — Eﬁpn’) ,

1 ) (8.5)
Fyp(r) ~ kp* cos (kpr — Eﬁpn) .
A variational approximation with the required asymptotic form
fps(r) = FOpOlOps + Flpalps (86)

determines the coefficients «;,, defined by Eq. (8.2). In the matrix variational
method [270], the quadratically integrable orbital basis is augmented for each open
channel by adding two functions ¢y, ¢1, whose radial factors are r'Fy »(r) and
r'Fy p(r), respectively. These functions are orthogonalized to the quadratically
integrable orbital basis {¢;; ¢,}.

For an exact scattering wave function, the coefficients ¢, in Eq. (8.1) would
be determined as linear functions of the matrix elements «;,,, since the algebraic
equations are linear. By factoring these coefficients

i
Cus = E leaips’
ip
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the variational approximation to the (N+1)-electron wave function takes the form
v, = Z (.A@,,d)i,) + Z dDchf’) Wips.
ip 1%

In the matrix variational method, the coefficients cjf are determined separately
for each set of indices i, p from the matrix equations, for all u,

(CD,AH — E|A® ) + ) cbvcgﬂ) =0, (8.7)
v

which imply the variational condition (&, |H — E|W¥) = 0. For arbitrary values of

the coefficients ;) these equations follow from the variational condition

08

ipx
dcu

for all w, i, p. The variational functional &y, = (V,|H — E|¥;) here is an n, x n,
matrix.

When Eq. (8.7) is satisfied, the variational functional becomes an explicit
quadratic function of the coefficients «; s, which can be assumed to be real numbers.

Thus
vt— E E Ol,p;m aquv
ip

where, as a consequence of Eq. (8.7),

= Mz!;'q - Z Mip’M(M_l)uva.,jq-
L,V

This equation combines several submatrices of H — E: the Hermitian bound—bound
matrix M, the rectangular bound-free matrix M,, ;,, and the nonhermitian free—
free matrix M[?, where

Mpw = (q>u|H - Elq)v)7
M, ip = (Pu|H — E|AO,¢;p),
M = (A®,¢ip|H — E|ABO, ;).
Phase factors can be chosen so that both M P and m? ij 7 are real but unsymmetrical.
If W, were an exact solution of the Schrodlnger equation, and total energy E is

above the thresholds for n,, open channels, there would be 7, linearly independent
solutions of the equations

Zmu ajg =0, (8.8)
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for all indices i, p. Each such solution defines a 2n, element column vector of
the rectangular matrix of coefficients «. In a matrix notation, suppressing channel
indices, the variational functional is

g = a'ma = al(mooao + mora)) + &l (mioao + myiay).

In this notation, Eq. (8.8) is

Mmoo Mo Qo
mo = =0.
nmijo mipj o]

The reactance matrix K is oo ! Exact solutions require the matrix m{}q to be of
rank n,, implying 7, linearly independent null-vectors as solutions of the homo-
geneous equations ma = (. Because this algebraic condition is not satisfied in
general by approximate wave functions, a variational method is needed in order to
specify in some sense an optimal approximate solution matrix o.

If o« were an exact solution of the matrix equation ma = 0, the functional E =
o'ma would vanish. For a variational approximation, consider the variation of &
induced by an infinitesimal variation S«. This is

8B = da'ma + (ma) s + o' (m — mMHsa.

The last term here does not vanish even if ma = 0. The nonhermitian part of m f;’
comes from the free—free matrix of H — E, which is characteristic of scattering the-
ory. When channel orbital functions are normalized to unit flux, with the asymptotic
forms specified above, this nonhermitian term is given by

1
mf}q — m?f = Mil;q — M]qlp = 58[”1(3,'()8/'1 — 8“8j0).
This formula expresses the surface integral obtained by integrating the kinetic en-
ergy integral by parts for open-channel orbital functions of the specified asymptotic
form. In matrix notation,
—mi =7
moyp — Mg = s

2

where I is the n, x n, unit matrix. The matrices mqy and m; are Hermitian (real
and symmetric). When substituted into the expression for § E this gives

1. .
SE = Salma + (ma) s + 5(0{850(1 — alday). (8.9)

8.2.2 The Hulthén—Kohn variational principle

Although § E does not vanish even if the variational equation ma = 0 is satisfied,
the nonvanishing terms can be combined with variations of the various scattering
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matrices to give stationary expressions for these matrices. This logic produces
multichannel versions of the variational principle originally derived by Hulthén
[175, 176], Kohn [202], and Kato [194, 195]. As applied to the K-matrix, Kohn’s
variational principle can be derived by considering variations about an exact solution
that maintain the canonical form oy = I, «; = K. Then oy = 0 and So; = 6K,
which implies § 8 = %SK . This implies that the Kohn functional

[K]=K —2E

is stationary for all such variations.

In the matrix variational method, the equations ma = 0 do not in general have a
solution. For variations about an estimated matrix K;, and restricted to the canonical
form,

. 1
8B =8KT(mig +mnK,) + (mio +m K,) 8K + 0K

If K, = —ml_llmlo, such that mg + m;; K, = 0, this implies that [K] = K, —
2E(K,) is stationary. This defines

[K]= K, — 2(moo + mo1 K, + K)myo + K/my, K,)

= —2(moo — m}gmy ' mio). (8.10)

This is a real symmetric matrix by construction, and remains valid for an exact
variational solution, when & = (. Hence this derivation proves that an exact open-
channel K-matrix is real and symmetric.

The difficulty with this formula is that there is no guarantee that the auxiliary
matrix m; is not singular [264, 265]. At an energy for which an eigenvalue of m;
vanishes, K, is not defined unless all columns of the matrix my are orthogonal
to the null eigenvector. Specific examples [265] show that m ¢ does not have this
property in general for otherwise valid variational trial wave functions. The number
of null values of m | increases with the number of basis functions, leading to energy
and basis-dependent anomalies in the Kohn formalism [369, 370]. In an alternative
version of the theory [176, 350], variations are restricted to g = K ' and oy = 1.
This implies that anomalies occur at null points of o, which in general do not co-
incide with those of m ;. This fact can be exploited to generate various anomaly-free
variants of the Kohn theory [265]. Especially in the matrix variational formalism,
this method has been applied to many calculations of electron—atom scattering of
high accuracy [270]. This method was used to compute e”—He scattering cross
sections that established a calibration standard for subsequent experimental work
[268, 269].
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8.2.3 The complex Kohn method

The derivation given above of the stationary Kohn functional [K] depends on
logic that is not changed if the functions F{ and F; of Eq. (8.5) are replaced in
each channel by any functions for which the Wronskian condition mg; — mio =
%I is satisfied [245, 191]. The complex Kohn method [244, 237, 440] exploits
this fact by defining continuum basis functions consistent with the canonical form
ag = I, a) = T,where T is the complex-symmetric multichannel transition matrix.
These continuum basis functions have the asymptotic forms

_1 1
uop(r) ~kp* sin(kpr - 5@,71) ,

1
expi(k,,r - Eﬁpn) .

This transformed representation of the asymptotic wave functions can easily be
verified for potential scattering. The asymptotic radial wave function in a given
£-channel satisfies the identity

. 1 1 .
kf%e”? sin(ki‘ — Efj‘[ + 77) = kfé |:sin<kr _ 557‘[) 4 et(kréln)T] ,

where T = (e?" — 1)/2i = €'"sin7.
Using these asymptotic continuum functions, the derivation given above implies
that for T; = —ml_llmlo, such that mg + m; T; = 0, then

D=

ulp(r) ~ k;

[T]=T, — 2B(T,) = —2(mop — m}ym7'mu)

is stationary for infinitesimal variations of 7;, and for infinitesimal variations about
an exact solution for which E = 0. The significance of this revised formalism is
that the matrix m,, constructed from complex exponential basis functions, is a
symmetric matrix but no longer real. Its null values are displaced away from the
real energy axis, which essentially eliminates the problem of Kohn anomalies [237].
This can be rationalized from the theory of scattering resonances: null values of m11;
correspond to pure outgoing-wave solutions of the projected Schrodinger equation.
This condition characterizes resonances that in general are displaced below the real
energy-axis by a finite width or reciprocal lifetime [192, 382].

Introduced in the context of heavy-particle reactive collisions [440], the complex
Kohn method has been successfully applied to electron—molecule scattering [341].
It is accurate but computationally intensive, since continuum basis orbitals do not
have the Gaussian form that is exploited in most ab initio molecular bound-state
studies. The method has been implemented using special numerical methods [341]
developed for these integrals. These numerical methods mitigate another practical
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limitation of the matrix variational method [270], in that analytic formulas are
available only for specialized forms of the long-range potentials that can occur,
especially for molecules.

8.3 Schwinger variational theory

In the Hulthén—Kohn formalism of the matrix variational method, a large part
of the computational effort is concerned with the evaluation and inversion of the
bound-bound matrix of the (N+1)-electron operator H — E. Because powerful
computational methods for this matrix can be taken over directly from bound-state
atomic physics and theoretical chemistry, there is a great practical advantage in
using continuum variational methods that incorporate this as a central aspect of the
overall algorithm. A fundamentally different approach replaces the Schrodinger
equation by a formally equivalent Lippmann—Schwinger integral equation [228],
developing stationary expressions for the resulting scattering matrices. In such
methods, a Green function is introduced for the asymptotic electron continuum
part of the overall wave function, while short-range effects are treated through an
incremental potential Av. This formalism makes use of the Schwinger variational
principle [371]. Formulated as a variational method using exponential or Gaussian
orbital basis functions [419, 418], and extended to a multichannel formalism [270,
396], it has been widely applied to calculations of electron—molecule scattering
[230, 177].

The theory will be developed here with reference to a spherical coordinate system,
appropriate to a target atom or to a single-center representation of a molecular wave
function. Extension to a multicenter representation is straightforward, following
the same formal argument, but greatly complicates the notation and the detailed
form of the Green function used in this theory. The formalism can most easily be
understood in the simple model of potential scattering in a single £-channel. A model
Schrodinger equation, determined by a radial Hamiltonian operator h = 7 + v(r),
is assumed to be modified by a difference potential Av, which may be a nonlocal
linear operator. Atenergy € = %kz, in the scattering continuum, regular and irregular
solutions wy(r) and w; (), respectively, of the model equation

(h —ewi(r)=0
are assumed to be known. If normalized to unit Wronskian,
wi(rwo(r) — wi(Hwo(r) = 1,
these functions define a Green function G, a linear operator whose kernel is

g(r,r') = 2wo(r)wi (r-).
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Acting on any function F(r) that vanishes for r — oo and is regular at the origin
r— 0,

GF(r)=2 [wo(r)/ wi(r) + wl(r)/ wo(r/)] F(r'ydr'.
r 0

This implies that (& — €)GF = F, which can be verified by applying the operator
h — € to G F(r). Thus the Green function is a formal inverse of 2z — €. The kernel
function g(r, r’) is symmetric in r, 7/, regular at the origin in either variable, and
continuous. The derivative in either variable is discontinuous at r’ = r, so that
(h — €)G 1is equivalent to a Dirac §-function. G depends on € by construction.

o0
GF ~ 2w0(r)/ w (FF@)dr’
0
at the coordinate origin, » — 0, and as r — oo,
o
GF ~ 2w1(r)/ wo(rF () dr'.
0

Thus G F is regular at the origin but is asymptotically proportional to the irregu-
lar function w, (7). It has the properties assumed for the second continuum basis
function required for each open channel in the matrix variational method.

These properties of the model Green function imply that the Lippmann—
Schwinger equation [228],

[ =wo— GAvf,

defines a solution of the radial Schrodinger equation (A — € + Av) f(r) = 0. Reg-
ular and irregular functions with asymptotic forms, respectively,

1 1
wo ~ k2 sin( kr — — 7 a, wy ~ k=2 cos kr — —tx ,
2 2

are used to construct the principal value Green function. This Green function im-
poses the asymptotic form f(r) ~ wo(r) + w;(r) tan n, where

tann = —2 /00 wo(rAVE) F(r)dr'.
0

Other asymptotic forms consistent with unit Wronskian define different but equally
valid Green functions, with different values of the asymptotic coefficient of w;. In
particular, if w; ~ k> expi(kr — %En), this determines the outgoing-wave Green
function, and the asymptotic coefficient of w; is the single-channel 7T-matrix,
e'sinn. This is the basis of the T-matrix method [342, 344], which has been
used for electron—-molecule scattering calculations [126]. It is assumed that Avf
is regular at the origin and that Av vanishes more rapidly than r~2 for r — oo.
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Coulomb or static dipole potentials should be included in the model potential whose
solutions wy, w; are used to construct the Green function.

Specializing the present derivation to the principal value Green function, the
unsymmetrical expression tan n = —2(wg|Av| f) is exact for an exact solution of
the Lippmann—Schwinger equation, but it is not stationary with respect to infinites-
imal variations about such a solution. Since wy = f + G Avf for such a solution,
this can be substituted into the unsymmetrical formula to give an alternative, sym-
metrical expression tan n = —2( f|Av + AvGAv| f), which is also not stationary.
However, these expressions can be combined to define the Schwinger functional

[tan 5] = —2(wo| Av| /)(f|Av + AvG Av| )™ (f1Av]wo),

which is stationary for variations of the trial function f about an exact solution.
The variation §[tan 5] induced by an infinitesimal variation of f about an exact
solution is

|:(5f|Av|w0) _ (3f1Av+ AvGAV|f)
(flAvlwg)  (f|Av + AvGAv|f)
= —2(8f Avlwo — f — GAvf) + he.

+ hc] [tan n]

This implies that [tan 5] is stationary if and only if f, in the range of Aw, satisfies
the Lippmann—Schwinger equation.

The Schwinger functional has several remarkable properties. It combines three
formulas that may have different numerical values:

tann >~ —2(wo|Av|f),
tann =~ =2(f|Av + AvGAv|f),
tann >~ —2(f|Av|wy).

The function f can be arbitrarily normalized, because [tan 1] is homogeneous in
f. There is no constraint on the asymptotic form of trial functions, because they
have no effect outside the range of the assumed short-range potential Av. Only
the regular model functions wy occur explicitly in the theory, although the irregular
functions w; must be consistent with the asymptotic character of the Green function,
and may be used to construct it.

An algebraic theory is obtained if f is expanded within the range of Av as a
linear combination f(r) = ), n.(r)(a| f) of orthonormal basis functions {1,}. Av
is expanded in the same basis as a linear integral operator with the kernel,

Av(r, ') =Y 1a(r) Avap ().
a,b

For [tan n] to be stationary with respect to variations of the coefficients (a| f), this



8.3 Schwinger variational theory 143
requires, for all indices a,
(alf —wo+ GAvf)=0.
This is a system of linear equations that determine

(alf) =Y (I + GAv),,) (blw)
b

= Z(Av + AvG Av); Avpe(clwo).
b,c
Combining these equations, all three expressions for tan n give the same result for
the stationary functional,

[tann] =Y " "(wola) Avac(Av + AvG Av),; Avgs(blwo).
a,b cd

8.3.1 Multichannel Schwinger theory

For practical use in electron scattering theory, the Lippmann—Schwinger equation
and the Schwinger variational principle must be generalized to a multichannel
formalism. In applying this formalism, the orthogonality conditions that distin-
guish the bound and free components of an (N+1)-electron continuum W, as
given in Eq. (8.1), must be taken into account. The argument here summarizes
an earlier derivation [270]. The multichannel close-coupling equations appropri-
ate to the (N+1)-electron problem require orthogonality constraints expressed by
off-diagonal Lagrange multipliers. Reduction to a form in which these parameters
vanish by construction will be considered here after generalizing the Schwinger
stationary principle to such equations in their simpler homogeneous form.

Consider the multichannel radial close-coupling equations, without Lagrange
multipliers for orthogonality,

> mPhug,(r) =0, (8.11)
q

where
mP? = (h — )’ + AvP?,

It is assumed that all closed-channel components have been eliminated by the
partitioning transformations that determine Eq. (8.4), from which the radial operator
m?P4 is derived. Equations of this form can be solved using the Green function of
the model problem

D (=) wisy(r) = 0.



144 8 Variational methods for continuum states

The multichannel model functions wo,, and wi, are real-valued continuum solu-
tions of the model problem, in a K-matrix formalism. They are normalized to the
matrix Wronskian condition
Z(w,{spszq — WispW',) = 8pg(8i0dj1 — 8118 o).
N

The equations here are simplified by working in an eigenchannel representation,
in which the model K-matrix is diagonalized, with eigenvalues tan 1,. Defining
matrices C and S, diagonal in the eigenchannel representation, with eigenvalues
cos 1, and sin n,, respectively, the physical K-matrix implied by an incremental
matrix K’ in this representation is [375]

K =(S+ CK')C — SK")™".

The multichannel generalization of the principal value Green function is a linear

operator G, defined by its kernel

g;q(n l"/) = 2w0pa(r<)wlqo(r>),
indexed by eigenchannel o of the model continuum functions.

If {F,(r)} is a vector of functions, one for each open channel, that are regular at
the coordinate origin and quadratically integrable, then

Z Gt[T,qu(r) = 22 {wOpa(r)/ lUlqg(l’/) + wlpo(r)/o quo(r/)} Fq(l"/)d}"/,
p r

q
such that
D (h— €)' GG Fylr) = Fp(r).
7 pygq
Using the matrix Wronskian condition, the proof is the same as for the single-

channel problem.
This multichannel matrix Green function determines a multichannel Lippmann—

Schwinger equation
Upr = Wopr — Z Z GZP,Aquun
o
that determines solutions of the multichannel Schrodinger equation. The asymptotic
form of the second term here is

—2) " Wipo (Wopo | AV uge),
p.q

which implies that the incremental K-matrix in the model eigenchannel representa-
tion is K’ = —2(wo|Av|u), in a matrix notation. The Hermitian conjugate relation
is K/ = —2(u|Av|wyp).
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The multichannel Lippmann—Schwinger equation implies that wg = u + G Avu.
Substituting this into the second expression for K’ gives an alternative formula,

K' = —2(u|Av + AvGAv|u).
The multichannel Schwinger functional is defined by the matrix product
[K'] = —2(wo|Av|u)(u|Av + AvGAvlu)_l(ulAvlwo).

This expression is stationary for variations of u if and only if u is an exact solution
of the multichannel Lippmann—Schwinger equation. The proof follows exactly as
in the single-channel case, if the order of matrix products is maintained in the
derivation. If the multichannel continuum solution is expanded as

ps(r) =Y npalpalps),

where {7,,} are orthonormal radial basis functions, then [K'] is a function of
the coefficients (pa|ps). Following the logic of the single-channel derivation, the
stationary expression obtained by varying [ K'] with respect to these coefficients is

[K'lyr =
=233 (Wops | AV )] AV + AvG AV (g Avwogr).

a,b p,p’ q.q9

The same result is obtained by substituting a formal solution for u into any of the
three approximate expressions for K’ combined in the Schwinger functional matrix.

8.3.2 Orthogonalization and transfer invariance

Equations (8.11), the multichannel radial close-coupling equations, are derived
from Eq. (8.3) by projecting onto orbital spherical harmonics for a single spin
component. The partitioning argument that leads to Eq. (8.3) explicitly requires
each channel orbital wave function v, to be orthogonal to all orbital functions
used to construct target states © , and (N +1)-electron basis states ®,,. In the matrix
variational formalism, this condition is imposed by orthogonalizing each continuum
basis function to the full set of quadratically integrable basis orbitals. Because open-
channel continuum functions have finite amplitudes outside any sphere enclosing
the target system, such orthogonalization cannot eliminate them. In practice, this is
also true for pseudostate closed-channel orbitals generated by long-range potentials.

This orthogonality condition is implemented in close-coupling theory by
introducing Lagrange multipliers A7, into the radial integrodifferential equations,



146 8 Variational methods for continuum states

which become
D o mPlugs(r) = nparll. (8.12)
q a

The A multipliers are determined by the orthogonality condition. If the quadratically
integrable radial basis in channel p is the orthonormal set {n,,}, values of the
Lagrange multipliers are given by

M= (palm™ (upy).
q

In the Lippmann—Schwinger formalism, the Green function can be defined in a
projected orbital space consistent with this orthogonality condition. An alternative,
assumed in the derivation given above, is to use a Green function appropriate to
close-coupling equations from which the Lagrange multipliers have been elimi-
nated. This can be done if each (N+1)-electron trial wave function has the property
of transfer invariance [270]. This means that Wy, in Eq. (8.1), is unchanged under
any transfer of quadratically integrable terms A® ,¢,, between its free and bound
components, » » AO, ¥, and ) . @pucpus, respectively. If a valid system of close-
coupling equations exists for any arbitrary transfer of such terms, these equations
are transfer covariant. Projection of the Schrodinger equation onto the bound space
determines the coefficients c¢,,, through linear equations

(q)u|H - El\ps) =0
for all w, or
Z(H - E);wcvs = - Z(CD,AH - El-A@pwps)'

v p

This is transfer covariant if all quadratically integrable functions are represented
in the same orbital basis. Requiring v, to be orthogonal to all ¢, (radial factor
1npa(r)) enforces a unique representation, but introduces Lagrange multipliers in
the close-coupling equations. An alternative is to require

(®,|H - E|¥y) =0

to be valid for all ®,, and to adjust the Lagrange multipliers accordingly. This
implies that

(A®p¢pa|H —E|V) =0
for all p, a. This reduces to

Z(npalmpqmqs) = )\'55 =0,
q
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which removes the Lagrange multipliers, if the operator m”? is determined from
(®,|H — E|W¥y) as in the matrix variational formalism. This analysis shows that a
representation of the transfer-covariant close-coupling equations exists in which the
Lagrange multipliers for orthogonalization vanish. This representation is assumed
in the development of the multichannel Schwinger theory given above.

Use of the model Green function in the Lippmann—Schwinger equation is the most
serious weakness of the Schwinger variational formalism. The method requires Av
to be a short-range potential or operator, so that it can be represented quantitatively
in a quadratically integrable orbital basis. This requires all long-range potentials
to be included in the model Hamiltonian used to construct the Green function.
This is a formidable difficulty in the context of electron—molecule scattering, since
much of the structure of low-energy cross sections is due to polarization response
and to long-range dipole and quadrupole potentials [215, 178]. A molecular Green
function must satisfy Coulomb cusp conditions and be regular at each atomic center,
precluding the use of standard asymptotic forms for model long-range potentials.
Construction of such a Green function and evaluation of the implied integrals
(n|AvG Av|n) requires analytic or computational methodology beyond present
capabilities.

8.4 Variational R-matrix theory

The Wigner—FEisenbud [428] R-matrix, or derivative matrix, is defined by the rela-
tionship between radial channel orbitals f,,(r) and their derivatives on some sphere
of radius r; that surrounds a target system [214, 33]. Assuming spherical geometry,
the dimensionless radial R-matrix R, at r; is defined by

Fps(r)) =Y Rpgri f1,(r1).
q

The indices refer to both open and closed channels, which do not have to be dis-
tinguished at the finite radius r;. As defined for solutions of radial close-coupling
equations, R, is areal symmetric matrix. Extension of the theory and definitions to
more general geometry will be considered below. For electron—molecule scattering,
a molecular center is chosen somewhat arbitrarily such that the electronic charge
is approximately enclosed in some smaller sphere of radius r(y, while bound—free
exchange can be neglected outside the larger R-matrix radius 7.

The theory of the R-matrix was developed in nuclear physics. As usually pre-
sented, the theory makes use of a Green function to relate value and slope of the
radial channel orbitals at r;, expanding these functions for r < r; as linear com-
binations of basis functions that satisfy fixed boundary conditions at r;. The true
logarithmic derivative (or reciprocal of the R-matrix in multichannel formalism)
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is computed from Green’s theorem, despite the use of basis functions whose log-
arithmic derivatives at r; have a fixed but arbitrary value. Because of the inherent
discontinuity of the boundary derivative this expansion tends to converge slowly,
and requires correction by an approximate method due to Buttle [54].

In nuclear physics, the specifically nuclear interaction is of short range, so that
full scattering information is obtained by matching the R-matrix at r to asymptotic
external wave functions. The method has been extended to electron—atom scatter-
ing, where long-range potentials are important, by combining basis expansion of
the channel orbital functions within r; with explicit numerical solution of close-
coupling equations outside [50, 47]. This method makes it possible to process
algebraic equations defined by matrix elements of nonlocal operators within ry,
while solving the simple asymptotic close-coupling equations, without exchange,
outside r;. This requires r; to be large enough that exchange can be neglected
and that the nonlocal optical potential can be approximated by an asymptotic local
potential.

The R-matrix can be matched at r; to external channel orbitals, solutions in
principle of external close-coupling equations, to determine scattering matrices.
Radial channel orbital vectors, of standard asymptotic form for the K-matrix,

_1 1
Wopq(r) ~ kp? sin(kpr — Eﬁpn) S8pgs

_1 1
Wipg(r) ~ kp? cos(kpr — 5%71) 8pq

are defined by integrating inwards for » > r;. The asymptotic forms must be modi-
fied appropriately for Coulomb or fixed-dipole scattering. The function to be fitted
at rq 1s

Frs(r)) =D _[w0pg (r1)8g5 + Wipg(r)Kys].
q

The R-matrix relation between function value and gradient can be solved for the
K-matrix,
-1

Kst = — Z |:w]ps(r1) — Zrl qu(r])w/lqs(rl):|
q

P sp

q

x [wopt(m)—ZnRM(mw’Oq,(n)} :
pt

As written, these equations refer to open channels only. When external closed
channels are considered, an external closed channel orbital that vanishes asr — oo
must be included for each such channel. The indices p, g, s run over all channels,



8.4 Variational R-matrix theory 149

but the index ¢ refers to open channels only. K, is a rectangular matrix, whose
open-channel submatrix can be shown to be real and symmetric.

The theory of the R-matrix can be understood most clearly in a variational for-
mulation. The essential derivation for a single channel was given by Kohn [202],
as a variational principle for the radial logarithmic derivative. If & is the radial
Hamiltonian operator, the Schrodinger variational functional is

E:foof(h—e)fdr.
0

If f(r)is anexactsolution forr > ry, this reduces the functional to the finite integral
considered by Kohn,

- " " 1 N2 1 2 2 1 2
g, = f fh—e)fdr = f [—(f) + (v(r)— ~k )f ]dr — Af2n),
0 o L2 2 2

obtained after integration by parts. The parameter A is the logarithmic derivative
f'/f = (riR)™", defining the parameter R as the single-channel R-matrix.
For an infinitesimal variation § f, with fixed A, the variation of E; is

8E) = 2/ 8f(h —e)fdr +8frlf'(r) — Af(rl.
0

This vanishes for unconstrained variations if and only if (h —¢€)f =0 for 0 <
r<riand A = f'(r;)/f(r1).

If f(r) is approximated by a finite expansion in linearly independent basis func-
tions {n,}, such that f = Za N4Cq, variation of E; with respect to the coefficients
¢, gives the linear equation

1
> Aacy = S M1a(r1) (), (8.13)
b
where

" 1
Aw = f [—n;né + Na <v(r) - —kz) Ub:| dr. (8.14)
o L2 2

The parameter A is uniquely determined as a consistency condition [202]. From
Eq. (8.13),

1
cq =5k ij(A*‘)ahnbm)f(m),

so that

1
F) =D nalriea = 53 Y A D) £ ().
a a,b
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Unless f(r) vanishes, this requires as a consistency condition
_ 1 _
R=a)" == na)A D),
1 a,b

which is the standard formula for the single-channel R-matrix.

Several important aspects of this formula generalize immediately to multichannel
scattering. The matrix A, is the Hermitian residue of E after integration by parts,
which separates off the boundary term as a surface integral. This boundary term
determines the R-matrix, which contains all information needed to extend an internal
solution by matching to external wave functions. Thus the internal Schrodinger
equation, which may contain nonlocal potentials such as an optical potential, is
solved by the typical bound-state method of expanding in a set of basis functions,
while the external problem may be solved by some completely independent method.
If r; is large enough that asymptotic potentials are valid for r > ry, then specialized
and highly efficient analytic methods may be used, without affecting the variational
expansion appropriate to the inner region.

A multichannel generalization of the variational R-matrix theory was derived by
Jackson [183]. In the context of the generalized close-coupling equations, incor-
porating an optical potential derived by Feshbach partitioning, this is in principle
an exact theory. Exact solutions of the coupled equations are assumed for » > ry,
determined by specifying their values at r| in terms of an R-matrix. For each chan-
nel p, projected onto spin and spatial symmetry (angular) functions, there are two
linearly independent radial functions. If these are denoted by ug,s(r) and u s (r),
respectively, for a global wave function indexed by s, the boundary conditions at
r1 chosen by Jackson are

=

qus(rl) =0, ué)ps(rl) = 8psr1_
41

ulps(r1)=8psr1 2 u/lps(rl)ZO-
In this R-matrix theory, open and closed channels are not distinguished, but the
eventual transformation to a K-matrix requires setting the coefficients of expo-
nentially increasing closed-channel functions to zero. Since the channel functions
satisfy the unit matrix Wronskian condition, a generalized Kohn variational princi-
ple is established [195], as in the complex Kohn theory. In this case the canonical
form of the multichannel coefficient matrices is

oy = I, o = R
and the radial channel orbital function is

fps(r) = Z(“Optém + MlpthS)v r=ri.
t
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Then, by construction,

1

fps(rl) = Rpsrlia fl/,s(rl) = 8[’-le_§’

in agreement with the defining equation for the R-matrix,

Fps(rD) =Y Rpgri f1,(r1).
q

Since an exact solution is assumed outside r;, the Schrodinger matrix functional
is

r
2= [ fhom
P9

whose variation is given by Eq. (8.9). This defines a trial R-matrix R, = —ml_llmlo,
suchthatm g + m; R, = Ointhisrepresentation of the channel orbitals, and implies
that [R] = R, — 2E(R,) is stationary. This defines

[R] = —2(mgo — mlgm7 my). (8.15)

This expression is stationary with respect to variations about an exact solution.

Because radial derivatives of the functions u ,, all vanish atr = ry, null values of
the determinant of m; characterize eigensolutions of the multichannel Schrodinger
equation that satisfy a homogeneous Neumann boundary condition on the R-matrix
sphere. In contrast to the Kohn formalism for the K-matrix, these null values are not
anomalous, but are a characteristic feature of any system of integrodifferential equa-
tions as energy or other parameters are varied. In one dimension, this simply means
that the logarithmic derivative passes through zero, as a continuous nondecreasing
function of energy.

The derivation by Kohn [202] can readily be extended to the multichannel
R-matrix. The underlying logic depends on the variational principle that the multi-
channel Schrodinger functional is stationary for variations of a trial function that
satisfies the correct boundary conditions if and only if that function satisfies the
Schrodinger equation. In a matrix notation, suppressing summations and indices,
the variational functional of Schrodinger is

i A 1 .
2= [ flar =5 fleor " rou,
21’1
when integrated by parts to separate the surface term from the residual Hermitian

volume term | f fA f.Here R is atrial R-matrix, analogous to a Lagrange multiplier,
to be adjusted so that the trial wave function satisfies R-matrix boundary conditions
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atr = ry. A defines the modified Hamiltonian operator of Bloch [30], such that
1 d
hB—EZh—E-FES(I’—rl)d—r.

Its representation in an orbital basis {7,} defines the matrix A given by Eq. (8.14).
Given f = nc, the functional becomes

[1]

+ 1 _
=l [A — 50 (DR ln(r1)] c.
2}’1
Variation with respect to the coefficients ¢, for fixed R, gives the linear equations

1
Ac = —n'(r)R™" f(r),
21‘1

whose solution is

c= iA*‘an)R*‘f(n)-
27‘1

This implies that & = 0 and

1
f@r) = nlr)e = 2—rln<rl)A*1n*(r1>R*1f(m>.

Unless A is singular, as it is at the null values of m, this implies the consistency
condition, restoring summation indices,

1
- i
Ry =5, ij na(r) (A" D2t ).

Since matrix A is Hermitian by construction, the R-matrix is also Hermitian, and
can be made real by suitable choice of phase factors for the basis functions. Because
E vanishes, R, is the stationary value of the matrix [R] in the basis {n,}.

These early derivations [202, 183] have an important feature, not emphasized at
the time, that has subsequently turned out to be of great practical significance. No
conditions are imposed on the basis functions n other than regularity at the coordi-
nate origin and linear independence. The nonvariational theory [428], which uses
Green’s theorem, introduces a complete basis setin the interval 0 < r < ry, obtained
as the set of eigenfunctions of some model Hamiltonian, with a fixed boundary con-
dition, r1n'(r;) = bn(ry). Several standard derivations follow this logic [214, 47].
If the trial function f(r) is expanded as a sum of functions all with the same log-
arithmic derivative at ry, it must satisfy this same boundary condition. The value
of A computed from the variational formula in the Kohn theory differs in gen-
eral from the imposed value b/r;. Unless the energy parameter is an exact eigen-
value of the A-matrix, with this imposed boundary condition, the trial function in
standard R-matrix theory has a discontinuous derivative at ry, if the function value
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is matched at the boundary. This discontinuity leads to slow convergence of the
basis set expansion [187]. Standard procedure is to remove the gradient disconti-
nuity by a nonvariational Buttle correction [54]. This methodology has been used
in an extended series of ab initio calculations of atomic [50, 47] and molecular
[138, 139, 249] scattering cross sections. An alternative method [106, 220] is to
adjust the parameter b iteratively so that it agrees with the computed value of A.
Other calculations have used the variational formalism directly, implemented with
orbital basis functions that are not constrained at r; [310, 311, 299, 298].

The R-matrix radius r; must be large enough that all nonlocal interactions can
be neglected or replaced by local asymptotic potentials outside it. In electron—
molecule scattering, a much smaller target radius ry can be defined, within which
the total target electronic density has converged sufficiently to represent molecular
multipole moments and polarizabilities within the overall accuracy of the full scat-
tering calculation. In the intermediate region ry < r < ry, basis orbital functions for
the target system die off exponentially, while external multipole and polarization
response potentials are well approximated by their asymptotic forms. This behav-
ior has several very important implications for quantitative ab initio calculations.
Crucially, orbital basis sets and multiconfiguration expansions adapted to the target
system cannot adequately represent the intermediate region. Open-channel orbital
functions retain a constant amplitude throughout this region, and closed-channel
(polarization pseudostate) orbitals decay as inverse powers of r, not exponentially.
The most direct way to represent this region is to add orthogonalized fixed-energy
continuum orbital functions, two for each open channel, to the basis set. When
such basis orbitals are orthogonalized to the exponential basis set, this induces an
orthogonal projection of the (N+1)-electron variational basis, as indicated in the
definition of the (N +1)-electron wave function, Eq. (8.1). Fixed linear combinations
of Gaussian basis orbitals (with small exponents) can be constructed that model
spherical Bessel functions or Coulomb functions quite accurately in the inter-
mediate region [300]. An alternative basis for the intermediate region is the set
of numerical asymptotic functions (NAFs), continuum eigenfunctions of the model
Hamiltonian constructed from the long-range asymptotic potential functions, in-
tegrated outwards from ry [311]. Since the centrifugal potential barrier increases
rapidly with orbital angular momentum ¢, orbital functions with high ¢ values be-
come insensitive to the region inside r(. This justifies the asymptotic distorted-wave
(ADW) approximation [273], in which the R-matrix is computed by numerical inte-
gration of the asymptotic close-coupling equations from rg to r;. The high-¢ channel
sectors of this matrix are used to augment a variational R-matrix computed in an
orbital basis cut off at some relatively smaller £-value. NAF orbitals and the ADW
approximation were used in accurate calculations of fixed-nuclei e”—H, scattering
cross sections [299, 298].
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8.4.1 Variational theory of the R-operator

Let T denote a spatial cell of finite volume, enclosed by a convex bounding sur-
face o. Variational R-matrix theory can be put into the general context of the
classical theory of elliptical partial differential equations by considering the three-
dimensional Schrodinger equation (for a given spin index) within such a bounding
surface [272]. For a scalar wave function 1 (x) with an implicit spin index, the
Schrodinger functional is an integral over the volume t

s=frw*<h—e>w=A—§/0w*vnw,

integrating the kinetic energy term by parts. V, ¢ here is the outward normal gradient
on o of the trial function . The residual volume integral A, incorporating a Bloch-
modified [30] kinetic energy term, is

1
A= / [va* VY +y*(v— 6)1//] .

In any representation basis {¢,(x)}, the matrix

1
Awp = / |:§V¢;k -V + ¢, (v — €)¢b:|

is Hermitian if the potential v is real (or nonlocal and Hermitian).
If 4 and V,¥ are given on the enclosing surface o, the R operator is defined
such that

o) = f R(or, )Vt (@2)d .

This will be symbolized here by ¥ (o) = RV, (0) = RE& (o). If the normal gradi-
ent & is specified, this defines a classical Neumann boundary condition on o, which
determines a unique solution of the Schrodinger equation in the enclosed volume
7. The value of the boundary integral is

1
A1=§/W*§-

The functional E must vanish for an exact solution of the Schrodinger equation
in 7. This implies that A| and A are equal, and because A is real,

A=A =A%

Infinitesimal variations of i about an exact solution give

5A = (/&mh oyt % / YT+ cc) ,
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and
1 *
5A| = 2] SY™E.
In analogy to the Schwinger variational principle, consider the product functional
[A]l = A A7 AT,
which is real for any trial function. From the variations of A; and A,

S[A] = [A] |:A,_1% / Syrre — A7 (% / SY* Vo + /éh//*(h — E)l//) + cci| .

For variations about an exact solution, for which A = A; = A7, this reduces to

1
S[A] = (5/5#/*(5 —Vu¥) — /&ﬁ*(h -y +cc>.

For variations of ¢ that are unconstrained throughout t and on o, this implies that
[A] is stationary if and only if (h — €)Yy =0intand V,¥y =& ono.

When ¥(x) = ), da(X)c, is expressed as a sum of basis functions, variations
S are driven by variations of the coefficients c,. If [ A] vanishes, this implies

1
> f G — dyer = - / ¢ (& -3 wbcb) .
b JT o b
Integrating by parts, in terms of matrix elements A,

1
> Awcy = —/(/5;“5, all a.
b 2J)s

Explicitly,

1
cp = EZ[Al]baqu;g, all b.

When these values are substituted into the definitions of A, Ay, and [A], all of these
quantities are equal to

1 * —1 *
A== E (Npa(DIA™ 1apd™ (20E(2).
4 a,b YO1 Y02
In terms of the R-operator, the definition of A; is

1
A= / f E(DR(L DEQ).
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Comparison with the stationary value of [A] = A; indicates that
1
R(1,2) =2 3 ¢a(DIA™ T ().
a,b

Because [A] is stationary and the surface function £ is arbitrary, the operator
‘R must itself be stationary. It is evidently real and symmetric by construction.
The basis functions ¢,(X) are required only to be linearly independent in t. En-
forcing orthonormality through a fixed boundary condition on ¢ imposes a lack
of completeness with respect to determining the R-operator. The factor 1/r; is
omitted from the definition given above, making the operator R dimensionally a
length. This cannot be avoided in general geometry, since no unique radius is de-
fined for a nonspherical surface. The usual R-matrix in spherical geometry is the
surface-harmonic representation of the R-operator as defined here, divided by the
dimensional scale factor ry.

8.4.2 The R-operator in generalized geometry

In generalized geometry, it may be useful to introduce different coordinate systems
on different sectors of a boundary hypersurface o. This extended definition was
introduced by Light and Walker [225] to define successive extensions of a prop-
agated R-matrix, and implicitly by Schneider et al. [363] in extending R-matrix
theory to vibronic interactions in molecules. It provides the formal basis for recent
applications of adiabatic phase-matrix theory to rovibronic excitation in molecules
[284]. It is assumed that coordinates can be defined such that the generalized kinetic
energy operator in the enclosed hypervolume 7 takes the form
1

T=-V.V,
2

for a generalized scalar product defined by
p-q= Y (1/u)pigi.
The R-operator is defined on hypersurface o by

Y(o) = / R(o1,02)Vi(0o2r)-dos.

The classical Neumann boundary problem generalizes directly to the hyperspace
if the kinetic energy operator can be put into this canonical form. The argument
given above, when generalized to nonspherical geometry, remains valid. Given the
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normal gradient £ on o, the stationary value of the variational functional is

1
[A] = 5//do'lf*(o'l)R(O'l,0’2)5(0'2)610'2-

Integration by parts of the Schrodinger functional is equivalent to using a Bloch-
modified Schrodinger equation

(Hy — EYW(x) = f Lx, o)W (o) do.

Here the Bloch-modified Hamiltonian Hp is obtained by integration by parts of the
kinetic energy integral,

A 1 1
f¢zT¢ﬂdT = —/‘V(]ﬁ; . V(ﬁﬂd‘[ — —/¢;V¢5 'dO'.
T 2 T 2 (e
This can be expressed in terms of a Bloch surface operator,
1
L= ES(X, o)n(o)-V

such that

%/¢;V¢5-d0=/¢;£¢ﬂdr.

Expansion in a linear independent orbital basis implies

1
R(@1.02) = 5 ) D bul0)(Hp — E)yytj(c2).
« B

8.4.3 Orbital functional theory of the R-matrix

Variational R-matrix theory has been developed here in the context of multichannel
close-coupling equations derived by Feshbach partitioning from the (N +1)-electron
wave function given by Eq. (8.1). The short-range (exponentially decreasing) part of
this wave function is eliminated in this formalism, transformed into a multichannel
optical potential in the residual coupled orbital equations. Bound target states and
pseudostates have been projected out to define the coupled open and closed “free”
electronic channels. These equations take the form of a multichannel generalization
of the ground-state orbital Euler—Lagrange equations of orbital functional theory,
derived in Chapter 5 here. This relationship has been used to consider multipole
polarization response as an example of the OFT formalism for electronic correlation
[290].
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Specializing to electronically elastic scattering, there is only one target reference
state, which will be denoted by @, a normalized N-electron Slater determinant con-
structed from occupied OFT target orbitals. The target OEL equations are assumed
to contain a correlation potential providing an accurate approximation to the true
ground state. The (N+1)-electron reference state takes the form A®¢,, where A
is an antisymmetrizing operator. While all bound target orbital functions are nor-
malized within the R-matrix boundary r = ry, the continuum orbital ¢, extends
beyond this boundary. Its normalization requires some discussion.

Channel orbital functions are considered here to be orthogonalized to the bound-
state orbital basis. If this basis is complete within the target radius rg, these or-
thogonalized channel orbitals must effectively vanish inside the target system. In
R-matrix formalism, if the effective potentials in the close-coupling equations do
not depend on the multichannel orbital functions, these orbitals may be arbitrarily
normalized [270]. Conventionally, they are normalized within the R-matrix volume
characterized by radius r;, where they are matched to logarithmic derivatives of ex-
ternal continuum wave functions normalized to unit flux density. This conventional
normalization obscures the fact that a continuum orbital, extending throughout an
infinite volume, must vanish in any finite volume if normalized to unity over all
space. In the context of a continuum OFT, a continuum orbital may either be nor-
malized to an infinitesimal within the R-matrix boundary or normalized to unity
but assigned an infinitesimal occupation number. The latter option is followed here.
In a set of N+1 occupied orbitals, the orbital wave functions are orthonormal for
r < ry, but one occupation number n, — 0+. Thus Zi n; = N, and bound—free
exchange is described by a Fock operator that depends only on the occupied target
orbitals. Similarly, in the theory developed here, correlation energy of the target is
not affected by a continuum orbital, but bound—free correlation energy acts as an
effective potential for the continuum electron.

In the case of a scattering resonance, bound—free correlation is modified by a
transient “bound” state of N+1 electrons. In a finite matrix representation, the
projected (N+1)-electron Hamiltonian H has positive energy eigenvalues, which
define possible scattering resonances if they interact sufficiently weakly with the
scattering continuum. In resonance theory [270], this transient discrete state is
multiplied by an energy-dependent coefficient whose magnitude is determined by
that of the channel orbital in the resonant channel. Thus the normalization of the
channel orbital establishes the absolute amplitude of the transient discrete state,
and arbitrary normalization of the channel orbital cannot lead to an inconsistency.

Bound-free correlation

For an N-electron target state, E. is a sum of pair-correlation energies. In a two-
electron system, such as atomic He, a major contribution to the correlation energy
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arises from replacement of a product function by one in relative coordinates that
satisfies the Kato cusp condition at the singularity r;; — 0. In a CI representation,
this implies a slowly convergent sum of configurations, including relatively high
angular quantum numbers. Methods used to simplify this problem include use of
a free-electron-gas (FEG) local correlation potential [134] and an Ansatz wave
function that specifically corrects the cusp condition [70]. Complementary to this
short-range effect, the emphasis here is on long-range correlation potentials that
arise from multipole response of the target to a scattered electron.

The N-electron target wave function is coupled to a continuum orbital ¢, for
which n, — 0. Vanishing n, implies that the continuum electron does not modify
the effective Hamiltonian G that acts on occupied target orbitals (n; = 1) g also
acts on ¢, because n, — 0 cancels out of the functional derivatives in 5 o This
implies that ¢, is orthogonal to the occupied target orbitals. The result is to augment
standard static-exchange equations with a nonlocal correlation potential ..

From Eq. (5.7), and Janak’s theorem [ 185], the contribution of correlation energy
to the mean energy of the continuum orbital within the R-matrix boundary is

(1 |Delic) = an D (= no)(1 = ny)icjlileb)(chlei))

c<b

= mn; 2(1 — np)(kj|i|icb)(icb|E|kj), (8.16)

k<j

where all integrals are evaluated for » < r;. The second line of this general formula
is a correction to target correlation energy due to removal of ¢, from the unoccupied
set. The first line can be shown to include a multipole polarization potential.

To model the effect of close-coupling equations including a closed pseudostate
channel, suppose that a pseudostate orbital ¢, represents the first-order pertur-
bation of a particular target orbital ¢; in a multipole field of order A, and that
the pseudostate excitation energy is Ef — Ey. Because ¢, is selected to interact
strongly within the inner radius ry, the residual orthogonalized set of unoccupied
orbitals ¢, remain approximately complete in ro < r < ry for functions orthogonal
to occupied orbitals. The close-coupling equations imply that a closed-channel or-
bital ¢,, coupled to ¢, is approximately of the form of a slowly decaying function
times the open-channel orbital ¢,. Hence the average energy of the two-electron
virtual excitations j, k — p;, g can be approximated by E ;’ — Ey. This argument
justifies a closure approximation, and the first line of Eq. (8.16) becomes

(kc|DelK) = Zn, Z(l — ng)cjlilgp;)gp;|elcj)

== (<11l p)(E] = Eo) ' (pjlulplc) . 8.17)
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Table 8.1. Partial wave phase shifts for He

SE SEP
k (au) Present Ref. [383] Present Ref. [383]
£=0
0.3 2.7049 2.7037 2.7424 2.7459
0.5 2.4357 2.4325 2.4812 2.4836
0.7 2.1943 2.1963 2.2433 2.2518
0.9 1.9836 1.9808 2.0339 2.0426
=1
0.3 0.0140 0.0108 0.0340 0.0297
0.5 0.0447 0.0426 0.0866 0.0847
0.7 0.0980 0.0947 0.1629 0.1567
0.9 0.1570 0.1552 0.2366 0.2311

This is the diagonal matrix element of a multipole polarization potential. For
multipole index A > 0, transition matrix elements (p;|u|j) vary as r* for small
r and as 1/r**! for r > r, so that the multipole polarization potential varies as
r?* and 1/r*+2, respectively, in these limits. This approximate polarization poten-
tial vanishes as r — 0, eliminating the need for an ad hoc cutoff for small
r. When A =1, the spherically averaged static dipole polarizability is oy =
%(j|x|pj) . (pj|x|j)(E§7 — Ep)~!, asumover 21 + 1 = 3 dipole pseudostates. The
isotropic polarization potential implied by Eq. (8.17) takes the well-known form
—ay/2r* for large r. Due to the orthogonality conditions, this approximation is
valid only for the long-range part of bound—free correlation, outside the target
charge distribution. The fact that the derived multipole polarization potential van-
ishes for r — 0 may justify simply adding it to a modeled short-range correlation
potential, or fitting at an estimated r to such an effective potential [133].

Table (8.1) shows results of test calculations of e-He partial wave phase shifts,
compared with earlier variational calculations [383]. The polarization pseudostate
was approximated here for He by variational scaling of the well-known hydro-
gen pseudostate [76]. The present method is no more difficult to implement for
polarization response (SEP) than it is for static exchange (SE).
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Electron—molecule scattering data, observed experimentally or computed with
methodology available as of 1980, was reviewed in detail by Lane [215]. If there
were no nuclear motion, electron—molecule scattering would differ from electron—
atom scattering only because of the loss of spherical symmetry and because of the
presence of multiple Coulomb potentials due to the atomic nuclei. This is already
a formidable challenge to theory, exemplified by the qualitative increase in com-
putational difficulty and complexity between atomic theory and molecular theory
for electronic bound states. While bound-state molecular computational methods
have been extended to fixed-nuclei electron scattering [49, 178], an effective and
computationally practicable treatment of rovibrational (rotational and vibrational)
excitation requires a significant and historically challenging extension of bound-
state theory. The small ratio between electron and nuclear masses is exploited in
bound-state theory through the Born—Oppenheimer separation [31], leading to the
qualitative physical principle that in the lowest order of a perturbation expansion,
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transfer of kinetic energy between electronic and nuclear motion can be neglected.
In the expansion parameter (m/M )%, where M is a typical nuclear mass, elec-
tronic energy is of zeroeth order, vibrational energy of second order, and rotational
energy of fourth order. Far from neglecting these Born—Oppenheimer corrections,
a valid theory of electron-impact rovibrational excitation must compute the scat-
tering effects of such terms with quantitative accuracy, because the phenomenon
of interest is precisely such an energy transfer between electronic and nuclear
motion.

Rotational level spacing is in fact so small for most molecules that it can be
resolved only by precise spectroscopic techniques. Typical electron scattering data
does not have sufficient energy resolution, and most published data is for rotationally
averaged scattering cross sections. Special methods based on an adiabatic theory
of slowly moving nuclei are valid under these circumstances, not dependent on
variational theory and methods. However, near excitation or scattering thresholds,
rotational analysis may play an essential role in interpreting complex scattering
phenomena due to dynamical long-range potentials, such as the dipole potential
for heteropolar diatomic molecules, quenched by molecular rotation. For these
reasons, the present discussion of computational methodology will concentrate on
threshold effects characteristic of low-energy electron scattering and on vibrational
excitation. The phenomenon of dissociative attachment, when an incident electron is
captured by a target molecule, which then dissociates to produce an ionic fragment,
is a particular example of such energy transfer, and will be considered here as an
application of rovibrational threshold theory.

An electron scattering resonance, in abstract but general mathematical terms, is
characterized by a singularity of the scattering matrix when analytically continued to
acomplex energy value €,,, — %y for relatively small width parameter y > 0[270].
In simple effective-potential models, a so-called shape resonance occurs when an
electronic energy level in a potential well is degenerate with an energy continuum
outside a potential barrier that confines the well. An electron initially bound in
the state corresponding to this energy level leaks out through the potential barrier
with a time constant 7/ . Such poles of the analytically continued scattering matrix
can also cause significant energy-dependent Wigner cusp or rounded step structures
[427, 32] in scattering cross sections just below or just above the energy threshold at
which a continuum becomes energetically accessible. This behavior is characteristic
of long-range potentials and does not require a well-defined potential barrier [270].
A typical phenomenon is a virtual state, which occurs in simple potential models
at the threshold for a continuum with orbital angular momentum ¢ = 0, hence no
centrifugal barrier.

Resonance and threshold structures in fixed-nuclei electron-scattering cross sec-
tions are replicated, with characteristic energy shifts, in rovibrational excitation
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cross sections. One of the most striking examples is provided by the prominent
multiple peaks observed in both the electronically elastic and vibrational excita-
tion cross sections for electron scattering by the N, molecule [368, 143, 95, 215].
These peaks are associated with a fixed-nuclei resonance at approximately 2 eV,
but their width arises from electron—vibrational coupling and their spacing does
not correspond precisely to the vibrational level structure of either the neutral
target molecule or of a vibrating transient negative ion. A quantitative theory of
these excitation structures has been developed through several advances in both
formalism and computational technique, ultimately based on variational theory of
the interacting electron—vibrational system. Another striking example is the ob-
servation of excitation peaks associated with each successive vibrational excita-
tion threshold in electron scattering by dipolar molecules such as HF, HCI, and
HBr [346]. Because of the electric dipole moment of such target molecules, if
low-energy scattering theory is to be relevant it must provide a detailed analy-
sis of rotational excitation and of rotational screening of the long-range dipole
potential.

9.1 The local complex-potential (LCP) model

Considerable understanding of molecular resonance and threshold phenomena has
come from the conceptually simple model of an electronic resonance state that de-
termines a complex-valued effective internuclear potential function, characterized
by a decay width whenever the real part of the resonance energy lies above the
fixed-nuclei potential of the target molecule. The vibrational levels of this complex
potential are a first approximation to resonance energies such as those observed in
Nj. As shown in the “boomerang” model of Herzenberg [167], the implied lifetime
of these model vibrational states is so short that they do not survive a single oscilla-
tion of a classical wave packet. Hence a dynamical model arises in which excitation
from the ground-state vibrational state of the neutral molecule to a wave-packet state
of the transient negative ion is followed by a single vibration out and back, travers-
ing a region of relatively long lifetime. Because the decay width increases rapidly
for small internuclear distances, this wave packet decays into vibrational states of
the neutral molecule as it makes this return trip, and disappears before completing
a full oscillation. With appropriate parametrization, this model gives a convincing
explanation of the observed vibrational resonance peak shapes and separations in
e—N, scattering [24, 91].

The complex-potential model originated as a qualitative explanation of dissocia-
tive attachment [18]. A fixed-nuclei electronic resonance is described by a complex
potential whose width goes to zero at the crossing point with the molecular ground-
state potential, and remains zero if the resonance potential remains below the target
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potential for large internuclear separation. In this case, an outgoing wave packet
becomes a true bound state of the negative ion after crossing outwards, and disso-
ciates without returning. Excitation and decay processes inside the crossing point
are the same as in the boomerang model. An incident electron, captured into ex-
cited ionic vibrational levels, creates a vibronic wave packet that moves outwards
while decaying into vibrational excitations, but eventually simply crosses outwards
as a molecular negative ion that dissociates into stable fragments. Applied to the
dissociative attachment of H, [16, 19, 415], this parametrized model accurately
reproduces available experimental data.

A very significant practical problem with the LCP model is the lack of a unique
and well-defined theory of the required resonance state when its decay width be-
comes large. In the case of H, , serious discrepancies between various parametrized
or computed values of the energy and width of the 2" shape resonance in the LCP
model of dissociative attachment indicate that a more fundamental, first-principles
theory is needed to give fully convincing results. The difficulty is that as the
decay width becomes large, the concept of a well-defined LCP model becomes
questionable, since the scattering resonance fades into the background scattering
continuum [271]. Analytic theory implies an energy shift which may qualitatively
change the character of the assumed resonance potential curve [59, 82].

9.1.1 The projection-operator method

The semiclassical picture of nuclear motion inherent in the LCP model has a
quantum-mechanical foundation that is most directly developed in the projection-
operator formalism of Feshbach [115, 116, 270]. Domcke [82] reviews the applica-
tion of this formalism to resonant effects in electron—molecule scattering. Neglect-
ing the kinetic energy of nuclear motion, 7, an electronic resonance at nuclear
coordinate(s) g is characterized by a pole of the analytically continued scattering
matrix S(g, €) at complex energy € = €,,,(q) — %i y(q), where y is the decay width
of the resonance. The set of values €,,(g) defines the real part of the LCP effec-
tive potential curve. The Feshbach formalism in electron—molecule scattering is
ordinarily applied to the static-exchange model of fixed-nuclei scattering, coupled
to the Hamiltonian H,, for nuclear motion [67, 314, 315, 15]. The electronic wave
function is represented by a model state & (Slater determinant), whose orbital func-
tions are orthogonalized to a normalized, localized orbital function ¢,(g;x) that
interacts with a continuum orbital wave function ¥ to produce the scattering reson-
ance. For fixed nuclei, this formalism is exactly the same as resonance theory for
atoms, resulting in a complex-valued nonlocal optical potential. It is most directly
described by a Green function that is formally orthogonalized to the postulated
localized function ¢, [270, 82].
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In the LCP model of vibrational excitation, parametrized functions €,.,(q) and
y(q), together with the ground-state potential curve, Vy(q), suffice to determine
cross sections averaged over rotational substructure. The full Feshbach formalism
requires parametrized transition matrix elements between ¢, and orthogonalized
background continuum orbitals @, , as well as Vy(g) and the mean electronic energy
Vi(q) of a postulated discrete state ¢,. In a one-electron model [82], the Feshbach
optical potential is added to the effective electronic Hamiltonian for static exchange.
This formalism is readily extended to an orbital-functional theory that includes elec-
tronic correlation [290]. The transition element V,;, parametrized as a function of
both ¢ and the electronic continuum energy €, models the (N +1)-electron matrix
element (W,| H|A®yy), where W, is a postulated discrete (N +1)-electron state,
)y is the target electronic ground state, and ¥ is a continuum orbital function
at energy € = %kz. The full function A®y1; must be orthogonal to W,;. Thus the
formalism defined by such matrix elements applies to the original case consid-
ered by Feshbach, where W, is a core-excited state such as He:(1s3s%)2S at
22.45 eV excitation energy, as well as to the explicitly modeled one-electron
attached state.

The vibronic Hamiltonian in the one-electron modelis H = Hy + V. The kernels
of these operators are

R ~ [ 1 o
ho = ¢alT ) + Va(@)lpy + f kdk dQ2px |:¢n + Vo(g) + Ekz] &y
v = / k dk d2%paVa(q)d; + he.
The coupled Schrodinger equations can be projected onto the ¢, - - - ¢ subspace
by Feshbach partitioning, giving an equation for the coefficient function x,(q)
in the component ¢, x(g) of the total wave function. The effective Hamiltonian
in this equation is fn + Vi(g) + Vop,, which contains an optical potential that is

nonlocal in the g-space. This operator is defined by its kernel in the ¢, - - - ¢}
subspace,

1 . A\
Vop(q, q"s E) = /kdk duVar(q) (E - §k2 — T, —Volg) + ln) Vi(@).
This defines a nonlocal complex energy shift v,,, = A — %i I" such that
’ 1 2 - By * l
Alg,q 3 E) = kdk Va(@xo(@) | E = Sk" = Ev | %, (@)Va(q),

I(g,qE) = 2711: Var, (@) xo( @ x5 @)V, (@)
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Here klz) = 2(E — E,) for the bound or continuum vibrational state indexed by v.
Thus the Feshbach formalism implies energy-dependent, nonlocal energy-shift and
width functions for a resonance.

Neglecting nonresonant scattering, the resonant contribution to the transition
matrix is [82]

T(ks, vsski, vi) = (vr| Vi, G(E)Vax, |vi),

deduced from the Lippmann—Schwinger equation. Here G(FE) is the resolvent
operator in the ¢, - - - ¢ space,

GE)=(E =T, = Vilq) = Vo +in)",

evaluated in the limit n — 0+ for outgoing-wave boundary conditions. The tran-
sition matrix can be computed as

T(kf, vf;k,-, v,») = (vf‘V;kf‘Xd),

since the projected equation for the coefficient function y,(q) implies x;(g) =
G(E)V, xv,- This projected equation is

(T0 4+ V@) + Vo — HYxa(q) = —Var, %0, (@), 9.1)

which is nonlocal in the nuclear coordinates [15].

Although in earlier applications V,;(q) + Vo,,t was approximated by an empirical
local complex potential (LCP), more recent work has solved this nonlocal equation
directly [82], obtaining detailed resonance excitation and near-threshold cross sec-
tions in excellent agreement with experimental data. Model calculations, using the
nonlocal formalism, indicate that a local approximation can yield accurate results for
vibrational excitations [59, 258]. The local model is inadequate for very broad res-
onances [259] and for near-threshold singularities [84, 86]. The neglect of nonres-
onant scattering implies significant discrepancies for elastic scattering. Despite the
practical success of the projection-operator formalism for resonant scattering, the
underlying electronic theory is still restricted to a static-exchange model, augmented
by an optical potential derived from empirical functions V,(g) and I';(q) or Vi (q).

9.2 Adiabatic approximations

The small mass ratio m /M suggests various levels of approximation based funda-
mentally on the inherently small kinetic energy of nuclear motion 7',,. The physical
concept that justifies the LCP model is that the electronic wave function adjusts
essentially instantaneously to displacements of the nuclei, because electronic vel-
ocities are much greater than nuclear velocities in a time-dependent semiclassical
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model. Thus nuclear motion is described in an adiabatic picture, assuming instanta-
neous electronic relaxation. A more fundamental rationalization can be based on a
generalized independent-particle model, including nuclei as well as electrons. This
implies a formally exact theory if electronic correlation and electron—nuclei inter-
actions are included. However, the small mass ratio m/M justifies simplification
of the self-consistent mean field that acts on each nucleus even though the nuclear
motion is described by quantum mechanics and T, is treated as a Schrodinger
operator that acts on rovibrational wave functions. Whether or not this mean field
can be reduced to a static electronic potential computed for fixed nuclei depends on
the limit of linear response theory for the electrons as m/M — 0. Thus a complete
quantitative theory must use the full variational theory of interacting electrons, but
can be expected to justify significant simplifications in the treatment of nuclear
motion.

Because molecular rotational kinetic energy and rotational level spacings are
small in all cases, a rotationally adiabatic model has been widely and successfully
used for electron—molecule scattering [215]. The essence of this adiabatic nuclei
(ADN) approximation [313, 63, 64, 401] is that a scattering amplitude or matrix
computed for fixed nuclei is treated as an operator in the nuclear coordinates. Then
the rotational state-to-state scattering amplitude or matrix is estimated by matrix
elements of this operator in the basis of rotational states. The basic assumption is
that of the Born—Oppenheimer separation: the commutator between the fixed-nuclei
scattering operator and the operator 7', is neglected. This approximation becomes
difficult to justify only when the precise energy of individual rotational levels is
important, near thresholds or in the presence of long-range potentials. Because of
the well-defined internuclear geometry in a body-fixed reference frame, fixed-nuclei
scattering matrices are most directly computed in this frame. In contrast, rotational
scattering structure is observed in a fixed laboratory frame. Unless an explicit
rotational frame transformation is carried out, strong rotational coupling occurs as
a computational artifact [215]. For this reason, applications of the rotational ADN
model require such a frame transformation [62].

The ADN approximation has been much less successful for vibrational excita-
tion, as might be expected from the much larger vibrational level spacings and the
strong variation of fixed-nuclei resonance parameters with nuclear displacements.
This motivated the proposal [61] of a hybrid close-coupling model. As applied
to e—N, vibrational excitation, this model combines fixed-nuclei electronic close-
coupling calculations for nonresonant body-frame molecular symmetry states with
extended vibronic close-coupling calculations in the *I1, resonant symmetry of
N, . Although multipeaked vibrational excitation and vibrationally elastic cross
sections are obtained in qualitative agreement with experiment, the peak shapes
and spacings are not in good agreement. This can be attributed to truncation of the
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electronic partial-wave expansion and of the limited number of vibrational states
included in the close-coupling basis. A deeper problem is that any complete set of
vibrational states, such as the eigenfunctions of a parametrized Morse potential,
must include the vibrational continuum. No practical way has been found to do this
in the close-coupling formalism.

9.2.1 The energy-modified adiabatic approximation (EMA)

In many scattering processes, energy levels of the target system are split by a
perturbation that is weak relative to the interaction responsible for the scattering. The
adiabatic approximation neglects the effect on threshold scattering structures and
on resonances of the energy-level splitting and energy shifts of the perturbed target
states. Especially for threshold structures, this can lead to qualitatively incorrect
results. For example, transition matrix elements computed below a rovibrational
excitation threshold do not vanish if only the fixed-nuclei target energy is taken
into account. This qualitatively incorrect behavior of adiabatic cross sections near
rotational excitation thresholds can be compensated simply by modifying electron
momenta in the adiabatic cross-section formula [64]. With these corrections, the
ADN theory appears to be adequate for rotational excitation [144].

Much larger anomalous effects occur in vibrational excitation because the energy
shifts are larger. The energy-modified adiabatic approximation (EMA) [267] was
introduced in order to provide a systematic treatment of such effects, while retaining
the computational efficiency of the adiabatic approximation. The usual adiabatic
approximation is modified by allowing for the dependence of unperturbed scat-
tering matrices on the kinetic energy of the perturbed target state, using formulas
that are qualitatively correct for threshold and resonance structures. For molecules,
this means that for target geometry determined by a generalized coordinate g the
energy €(q) = E — V(g) of a continuum electron must be replaced in principle by
€p(q) = E — H,(q), an operator in the nuclear coordinates. Fixed-nuclei calcula-
tions produce scattering matrices that are functions of numerical parameters ¢, €.
In the EMA, the integrals that project these matrices onto rovibrational states are
evaluated by approximations that replace the parameter € by the operator ¢,,. The
simplest such approximation, for diagonal matrix elements in a rovibronic state
indexed by p, is to replace € by €, = E — E,,. If nondiagonal matrix elements
between states indexed by p and v are evaluated for the geometric mean energy
€ =[(E—E)(E — Ev)]%, this implies correct threshold behavior for general
short-range potentials. When applied to the energy-denominator characteristic of a
fixed-nuclei molecular resonance, this state-dependent modification of € to €,, was
shown to give qualitatively correct results for the multipeaked vibrational excita-
tion structures observed in e—N; scattering [267]. Because the EMA formalism
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replaces fixed-nuclei scattering matrices by operators that are represented by rovi-
bronic scattering matrices, a single fixed-nuclei or threshold structure becomes a set
of overlapping scattering structures, displaced with possibly irregular energy shifts
by the discrete vibronic energy level structure of the target molecule [267]. This
repetition and displacement of underlying structures is characteristic of observed
electron scattering cross sections for molecular targets. A more recent extension of
the EMA formalism to the context of variational R-matrix theory is discussed below.

9.3 Vibronic R-matrix theory

Recognizing that exact quantum electron—molecule scattering theory for interacting
nuclei and electrons is and will remain computationally intractable, except for the
simplest diatomic molecules, Schneider [361] initiated reconsideration of the Born—
Oppenheimer approximation as a logical foundation for the adiabatic nuclei (ADN)
formalism. For a long-lived (narrow) resonance, neglect of vibrational derivatives
of the fixed-nuclei electronic wave function should be no less valid for electron
scattering at low energies than it is for molecular bound states. This argument is
the basis of an electronic R-matrix methodology in which eigenstates, defined
by eigenvalues of the Bloch-modified electronic Hamiltonian from which the
R-matrix is constructed, are used to define effective molecular potential functions,
parametrized by nuclear coordinates [363]. The small mass ratio m/M justifies
neglecting derivatives of the electronic eigenfunctions of this fixed-nuclei Bloch-
modified Hamiltonian with respect to the nuclear coordinates.

This work introduced the concept of a vibronic R-matrix, defined on a hyper-
surface in the joint coordinate space of electrons and internuclear coordinates. In
considering the vibronic problem, it is assumed that a matrix representation of
the Schrodinger equation for N4-1 electrons has been partitioned to produce an
equivalent set of multichannel one-electron equations coupled by a matrix array of
nonlocal optical potential operators [270]. In the body-fixed reference frame, par-
tial wave functions in the separate channels have the form © ,(g; )Y (6, ) xu(q),
multiplied by a radial channel orbital function ¥ (g; r) and antisymmetrized in the
electronic coordinates. Here ® is a fixed-nuclei N-electron target state or pseudo-
state and Y} is a spherical harmonic function. Both ® and 4 are parametric functions
of the internuclear coordinate ¢g. It is assumed that the target states ® for each value
of g diagonalize the N-electron Hamiltonian matrix and are orthonormal.

An electronic R-matrix radius a is chosen such that exchange can be neglected
for r > a. An upper limit g, for the internuclear coordinate ¢ is chosen so that
a dissociating electronic state ®; is bound for ¢ > ¢g,. This defines a vibronic
hypercylinder [284] with two distinct surface regions: an electronic wall with
r =a for 0 < g < g4 and a dissociation cap defined by the enclosed volume of
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the electronic sphere for ¢ = g,. For nondissociating molecules, g, should be large
enough to enclose the highest vibrational state to be considered. The R-matrix is
defined by matrix elements of the variational operator R in a complete basis of
surface functions [284], such as the spherical harmonics on the wall surface.

A matrix of operators R, is defined by projection of R into the multichannel
representation indexed by N-electron target states © ,. This defines the vibrational
excitation submatrix of the R-matrix as

(pLv|R|p'L"V') =
/dq/dq’/dﬂ/dQ’XIT(q)YZ(Gaﬁ)Rpp/(q@aﬁ;q/9’¢’)Yu(9’¢’)xu/(q’)-

This matrix can be computed from the general variational formula derived in
Chapter 8, using a complete set of vibronic basis functions

W, x"t g) = A8, (q; XMV, 9)¥a(q: 1) xa(q)-

Itis assumed that target states ® , are indexed for each value of ¢ such that a smooth
diabatic energy function E,(q) is defined. This requires careful analysis of avoided
crossings. The functions y, should be a complete set of vibrational functions for
the target potential V, = E,, including functions that represent the vibrational con-
tinuum. All vibrational basis functions are truncated at ¢ = g4, without restricting
their boundary values. The radial functions v, should be complete for r < a.
Free boundary conditions are not allowed in the formulation of the theory
by Schneider et al. [363], based on the nonvariational theory of Wigner and
Eisenbud [428]. Specific boundary conditions are imposed using a Bloch opera-
tor. This determines boundary conditions correctly at energy poles of the R-matrix
determinant, but requires a Buttle correction [54] for energy values between such
poles [363]. This becomes problematic for the internuclear coordinate, because the
physical model of the dissociating state is a complex potential function for g < g,
so that fixed boundary conditions imply complex energy eigenvalues. Nevertheless,
in the usual case that R-matrix poles are associated with homogeneous Neumann
boundary conditions on the R-matrix boundary, the Wigner—Eisenbud theory and
variational R-matrix theory derive the same equations for the vibronic R-matrix.
The projection integrals on the electronic wall are

qd
(PLvja) = (AO x| We)y = = /O C@Ve(@: ) xa(q) dg.

In agreement with [363], the R-matrix for vibrational excitation is

1 _
(PLYIRIP'L'Y) = > 3 (pLvla)(Hy — E)g(Blp'L'v),
o,p
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where Hp is the Bloch-modified vibronic Hamiltonian. This requires vibrational
kinetic energy matrix elements to be evaluated as the Hermitian form ﬁ [dg % ddL;’.

The derivation up to this point involves no approximations if the vibronic basis
set is complete in the closed hypervolume, including its surface. If a dissociation
channel exists, it can be approximated by projection onto a single diabatic state
®,(g;xN*1), assumed to be well defined as a discrete state on the cap surface

q = q4. The projection integrals on this surface are
(dlo) = (Pa|Wa)g=g,-

The R-matrix connecting wall and cap surfaces, obtained by projecting the R
operator onto both surfaces, is

1
(@IR|pLv) = = 3 (dla)(Hp — E)gy (BlpLv).
a’ﬂ

which determines excitation—dissociation transitions. The R-matrix in the cap sur-
face is

1
(@IR|d) = 5 3 _(dlo)(Hp — E)(Bld).
a.p

This is the reciprocal of the logarithmic derivative of the wave function x,(¢q) in the
dissociation channel, for ¢ = g,. At given total energy E these R-matrix elements
are matched to external scattering wave functions by linear equations that determine
the full scattering matrix for all direct and inverse processes involving nuclear
motion and vibrational excitation. Because the vibronic R-matrix is Hermitian by
construction (real and symmetric by appropriate choice of basis functions), the
vibronic S-matrix is unitary.

Schneider et al. [363] use Born—Oppenheimer vibronic basis functions as indi-
cated above, and neglect Born—Oppenheimer corrections determined by the inter-
nuclear momentum operator acting on the electronic wave function. Radial basis
functions ¥ (g; r) correspond to R-matrix pole states, whose energy values E(q)
define an indexed vibrational potential. Vibrational basis functions x, (¢) are com-
puted as eigenfunctions of the corresponding Hamiltonian. Since resonance states
are not treated by projection, the method depends on effective completeness of the
double expansion in electronic and vibrational eigenfunctions. The first application
of this method, to the multipeaked vibrational excitation structure observed in e—Nj
scattering, was remarkably successful [364], in much closer agreement with exper-
iment than were comparable calculations using the hybrid ADN close-coupling
formalism [61]. Electronic wave functions with fixed boundary conditions atr = a
were used for the four lowest R-matrix pole states, and vibrational wave func-
tions were computed without considering the vibrational continuum. Boundary
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values on the cap surface are not relevant since dissociation is not involved. A
Buttle correction for the electronic basis was computed using adiabatic theory.

These calculations were later extended up to 30 eV [138] scattering energy, in-
cluding differential cross sections for elastic scattering and vibrational excitation.
The original method was modified to use a fixed electronic basis set for all inter-
nuclear distances, in order to mitigate problems arising from avoided crossings of
R-matrix pole state potential curves. Vibrational wave functions were represented
in a basis of shifted Legendre polynomials. These procedures were used for cal-
culations of integral and differential cross sections in e—HF scattering [250] and
for similar calculations on HCI [251], both examples of threshold excitation peaks
due to the molecular dipole moment. Because results computed with this method,
based on a fixed boundary condition at ¢ = g4, depend strongly on the choice of g,
a modified theory has been proposed in which the evidently successful R-matrix
theory of vibrational excitation is combined with resonance-state theory for nu-
clear motion [103]. The approximation of neglecting derivatives of electronic wave
functions with respect to internuclear coordinates appears to be satisfactory in all
of these applications [362].

9.3.1 Phase-matrix theory

The general success of projection-operator methods indicates that quantitative cal-
culations can be based on the strategy of separating singularities of scattering
matrices from a smoothly varying background [82]. The R-matrix is in general a
real symmetric matrix with isolated real energy poles, analogous to the K-matrix
in scattering theory. For the K -matrix, these poles have no special physical signifi-
cance, simply indicating that the sum of eigenphases of the corresponding unitary
S-matrix passes through an odd multiple of 7 /2 radians. Similarly, the choice of
pole states of the R-matrix to define “vibrational” potential functions in the method
of Schneider et al. [363] is an arbitrary construction whose principal effect is to pro-
duce linearly independent vibronic basis states that can be extended to a complete
set inside the R-matrix hypersurface.

In order to establish a better-motivated connection to resonance theory, the fixed-
nuclei R-matrix can be converted to a phase matrix @, defined such that tan ® =
k(g)R, or to the corresponding unitary matrix

U=U+ik(g)R)/(I —ik(q)R),

the analog of the scattering S-matrix, whose complex energy poles define scattering
resonances and bound states. The factor k(q) = [2(E — Vo(q))]% makes ® dimen-
sionless. A resonance is characterized for real energies by a point of most rapid
increase of the eigenphase sum [389, 270], which is the trace of the matrix tan~!' K.
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Evaluated at specified r = a, the phase matrix ® of the R-matrix has analogous
properties. For real energies, ® has a monotonically increasing trace, which can be
made continuous by suitable choice of the branch of each multivalued eigenphase
function, adding or subtracting integral multiples of = at each energy value. A
point of maximum slope defines a “precursor resonance” [284] independently of
any specific physical model, which corresponds to a pole of the analytically con-
tinued S-matrix as the R-matrix boundary is increased. The proposed methodology
uses time-delay analysis [389] to separate a given fixed-nuclei phase matrix into
a rapidly varying resonant part and a slowly varying background part. The rovi-
bronic phase matrix is constructed by applying resonance theory to the resonant
phase matrix only, treating the nonresonant background part by energy-modified
adiabatic theory. By separating out rapid variations of & this methodology reduces
the completeness requirement from the double expansion inherent in the method of
Schneider et al. [363] to a single expansion for a well-defined precursor resonance
state. Vibrational completeness is obtained by using a special basis of “spline-delta”
functions that make no distinction between bound and continuum vibrational wave
functions [295].

9.3.2 Separation of the phase matrix

With current computational methods, accurate fixed-nuclei R-matrices R"Y can be
obtained that interpolate smoothly in a vibrational coordinate ¢ and in the electronic
continuum energy €. The fixed-nuclei phase matrix ®¥ is defined such that

tan ®™V(g; €) = k(q)R™(q; €),

where eigenphases are adjusted by multiples of 7 to make matrix elements contin-
uous in both € and g. For the vibronic phase matrix,

1 1

tan ®,, = k. Rk,

v

where k, = [2(E — E})] 1A precursor resonance corresponds to rapid variation of
the trace of the phase matrix. Single-pole parameters for a resonance can be deter-
mined from the energy derivative of the phase matrix [389]. Analysis of a single-
channel resonance [270] shows that an S-matrix pole at complex energy €,,, — %i y
implies that the energy derivative of the phase shift (¢) has a maximum value at
€res- Assuming constant background phase variation, €,.,(q) = E.s(q) — Vo(q) is
defined by a local maximum of %Trdl The maximum eigenvalue of the matrix
(%CIJ at €,,51s 2/y [389]. The eigenvector y defines a resonance eigenchannel. This
analysis determines the parameters in the Breit—-Wigner formula for an isolated
multichannel resonance [270], consistent with a single pole of the analytically
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continued U-matrix as defined above. This implies an analytic formula for the
resonant phase matrix ®;, which will be considered in more detail below. Given
the phase matrix &, this construction of ®; defines a background matrix ®( by
subtraction, such that ® = &, + ®,. This procedure can be repeated for several
neighboring precursor resonances if necessary. Since & is unchanged, no informa-
tion is lost.

9.3.3 Phase-matrix formalism: EMAP

After separation into resonant and background parts, the nonresonant fixed-nuclei
phase matrix @ is converted to a vibronic or rovibronic phase matrix by the
energy-modified adiabatic phase-matrix method (EMAP) [409]. This is simply
an adaptation of the EMA formalism to the phase matrix . The implied vibronic
background phase matrix is

(pLolaly' L) = [ x@ (L1000l L)xota) da.

where €,, = [(E — E,)(E — E,)] 5. The geometric mean is appropriate to the
dimensionless vibronic phase matrix for general short-range potentials [236], as
in the earlier EMA theory [267].

The EMAP method has been used in ab initio calculations of near-threshold rota-
tional and vibrational excitation in electron scattering by polar molecules [409,410].
Computed differential cross sections are in quantitative agreement with available
experimental data for e—HF scattering. Because of the computational simplifica-
tions resulting from combining R-matrix theory with the adiabatic approximation,
this methodology was able to obtain results equivalent to converged close-coupling
calculations including both vibrational and rotational degrees of freedom. Specific
treatment of rotational structure is essential for such molecules because of dynam-
ical rotational screening of the long-range dipole potential. These calculations pro-
vide a detailed analysis of the striking threshold peak structures observed for such
dipolar molecules. For e—H, vibrational excitation, in a direct comparison with
the FONDA (first-order nondegenerate adiabatic) approximation [252, 2, 254], and
with benchmark vibrational close-coupling results [411], the EMAP method was
found to be computationally efficient and reasonably accurate at energies somewhat
above threshold and away from a scattering resonance [234].

The EMAP method has been used to compute elastic scattering and symmetric-
stretch vibrational excitation cross sections for electron scattering by CO, [235].
This is one of the first ab initio calculations of vibrational excitation for a poly-
atomic molecule. The results are in good agreement with experiment, which shows
unusually large low-energy cross sections. The theory identifies a near-threshold
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singularity in the fixed-nuclei scattering matrix, changing from a virtual state to a
bound state as the vibrational coordinate varies [249, 235].

9.3.4 Nonadiabatic theory: NADP

For low collision energies, especially when electronic resonances occur, and for
processes such as dissociative attachment, adiabatic theory is not adequate for
vibrational excitation and energy transfer. The strategy of separating the fixed-
nuclei phase matrix into resonant and nonresonant parts makes it possible to apply
resonance analysis, analogous to the very successful projection-operator method
[82], to the rapidly varying part of the phase matrix. This nonadiabatic phase-matrix
(NADP) formalism is derived here. Since adiabatic theory is generally adequate
for rotational coupling and excitation, the discussion here is limited to the model
considered above, specifically for a diatomic molecule in the body-frame, with only
one internuclear coordinate q.

As described above, time-delay analysis [389] of the energy derivative of the
phase matrix ® determines parametric functions that characterize the Breit—Wigner
formula for the fixed-nuclei resonant R-matrix Ri"(g;€). The resonance energy
€res(q), the decay width y(g), and the channel-projection vector y(g) define Rf™
and its associated phase matrix <I>'1v N such that tan CIDf N — k(q)Rf N where

PNy L 3 _ -1,1 t
R; (q,e)—zy(q)W(q)[em(q) e(@)]  v2(q)y'(q). 9.2)

Using the basic rationale of EMA theory [267], the parametric function €(q) be-
comes €,,(q) = E—H, when the kinetic energy of nuclear motion cannot be neg-
lected. However, the operator (€,.5(¢) — €,,(q)) has a well-defined c-number value
in vibrational eigenstates determined by the eigenvalue equation

(Th + Eres(@)xs(q) = xs(q)Es;. 9.3)

Defining €,(q) = E; — Vp(q), this implies

(Eres(q) - E(JIJ(Q))Xs(q) = Xv(q)(ev(q) - E(Q))

Here €,(q) — €(q) = E; — E, independent of g. Thus the energy denominator in
Eq. (9.2) can be replaced by E; — E in the vibrational eigenstate x;. In the NADP
method, Eq. (9.3) is solved in a basis of spline delta-functions [295], which de-
termines bound and continuum vibrational eigenfunctions to graphical accuracy
(a cubic spline fit) in the coordinate range 0 < g < g4. Substituting this c-number
energy denominator into Eq. (9.2), and evaluating matrix elements of the resulting
operator in the vibrational coordinate g, the NADP resonant vibronic R-matrix for
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vibrational excitation is

1 1 1
(pLUIR|p'L'V) = 3 S Olypry|s)E = By (s]yyl o v). 94

N

For comparison with projection-operator theory, this corresponds to a Born—
Oppenheimer precursor resonance state

U,(x" ) = @4(q;x Y xs(q),

where @, is a postulated discrete state, defined for g < g, that interacts with
the background electronic continuum. For this precursor state, the projection
integrals on the electronic wall of the vibronic hypercylinder are (pLvl|s) =
(A®,Y1 xy|W¥s)r=a, and the corresponding projection integral on the dissociation
capis (d|s) = (P4|W¥y)y=¢, = Xs(qa), a normalized eigenfunction of Eq. (9.3). The
vibronic R-matrix for this precursor resonance state is

1
(PLVIRs| p'L'0) = 2 ) (pLVIS)E; — E)™(s1p'L'W), 9.5)
the R-matrix connecting wall and cap surfaces is
1
(d|Ryes| pLV) = 5 Z Xs(qa)(E; — E)”'(s| pLv),

and the R-matrix on the cap surface is

1

(@I Rpeld) = Z Xs(@a)(Es — E)™' X7 (qa)-

As a consistency check, if a Green function is defined by

1

n o - -1 %0,/
G(g.9) = gxs(qxa E)"'xX(a),

all formulas agree with Schneider et al. [363].
Comparing Egs. (9.5) and (9.4), they would be identical if the “magic formula”

(pLvls) = (v]ypLy?]s)

were valid. The NADP formalism postulates this to be true, implying that the R-
matrix connecting wall and cap surfaces is

1 |
@Ri|pLv) = 5 3 x:(qa)Es = E)™(sly 2y}, o).
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and the R-matrix on the cap surface is
1 —1_ %
(d[R|d) = 7 ES Xs(qa)(Es — E)™" %, (ga)-

Because the postulated diabatic state @, is never computed explicitly, the NADP
formalism completely avoids the conceptual difficulties associated with this state in
the LCP and projection operator methods. Reduction of the vibrational computation
to solution of Eq. (9.3) removes the difficult issue of vibrational completeness
inherent in vibrational close-coupling theory and in the method of Schneider et al.

The NADP method was first tested in calculations of e—N, rovibrational excita-
tion. The efficiency of this formalism was demonstrated by carrying the calculations
to effective completeness for combined rotational and vibrational close-coupling.
The multipeaked vibrational excitation structure was computed to an accuracy that
appears to agree more closely with experiment than does any previous theoretical
work [153]. Computed differential vibrational excitation cross sections are in close
agreement with experiment. More recently, the NADP method has been used in a
series of calculations of e—H, scattering intended to calibrate the method against
earlier work that was designed to give definitive results for low-energy vibrational
excitation cross sections. The 2I1, shape resonance of H, , which dominates elec-
tron scattering for energies below 10 eV, has traditionally been very difficult to
characterize, because the indicated decay width becomes very large at internuclear
distances near the the ground-state equilibrium gq. It was found in NADP calcu-
lations [236, 233] that the precursor resonance considered in this methodology is
in fact very well defined, and the resulting resonance vibrational excitation cross
sections are in close agreement with the best available prior calculations.






IV

Field theories

This part is concerned with variational principles underlying field
theories. Chapter 10 develops the nonquantized theory of interacting
relativistic fields, emphasizing Lorentz and gauge invariant Lagrangian
formalism. The theory of a classical nonabelian gauge field is carried to the
point of proving gauge invariance and of deriving the local conservation
law for field energy and momentum densities.
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In quantum electrodynamics (QED), the classical electromagnetic field A, of
Maxwell and the electronic field ¥ of Dirac are given algebraic properties (Bose—
Einstein and Fermi—Dirac quantization, respectively), and through their interaction
account for almost all physical phenomena that can be observed in ordinary human
circumstances. The relativistic theory is derived from Hamilton’s principle for an
action defined by the space-time integral of a Lorentz invariant Lagrangian density
[373]. This same action integral can be used to develop the diagrammatic pertur-
bation theory of Feynman [121]. The cited references describe the formalism and
methodology which demonstrate that QED is in remarkable agreement with all
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empirical data to which it is applicable. Classical and quantized QED will be used
here to introduce the basic formalism of field theory, including the variational the-
ory of invariance properties. This theory, especially gauge invariance, is central to
recent developments of electroweak theory (EWT) and quantum chromodynamics
(QCD).

Because both the Maxwell and the Dirac fields appear to be truly elementary, not
simply approximate models of inaccessible underlying structures, QED serves as a
model for a more general field theory that might ultimately describe all phenomena.
Inrecent years, some of the mystery has been removed from nuclear and high-energy
physics by the discovery (or invention) of quarks and gauge boson fields, as analogs
and generalizations of electrons and the electromagnetic field, respectively. Starting
from QED as a generic gauge theory, the formalism of electroweak theory (EWT)
is developed here, following the implications of nonabelian gauge symmetries in
field theory. The same principles apply to the quantum chromodynamics (QCD) of
quarks and gluons, which will not be considered in detail.

10.1 Classical relativistic electrodynamics

The term “classical” here implies “nonquantized”, treating the Dirac spinor field v
as a classical field in space-time. The theory is simplified by considering a repre-
sentation in terms of truly elementary unrenormalized fields, corresponding to an
electron with no “bare” mass, and a classical Maxwell field, interacting through an
unrenormalized coupling constant. Physically observed electronic mass and charge
can be considered to be dynamical results of such a model, when extended by field
quantization and augmented by additional terms in the Lagrangian density. The bare
fermion field v is described by a Pauli 2-spinor, with definite left-handed helicity
[25, 336]. Elementary massless fermions with left-handed helicity have positive
energy, and those with right-handed helicity have negative energy. In the bare vac-
uum state of the quantized theory, all right-handed chiral states are fully occupied.
Holes in these states are equivalent to right-handed antifermion states of positive
energy and reversed charge. Thus the massless QED model includes electrons and
positrons from the outset. The effect of renormalization, to be considered below, is
to mix bare left-handed electrons of positive energy with bare right-handed elec-
trons of negative energy, to produce the “dressed” electron described by the Dirac
4-component spinor, with the observed mass and charge by construction. In com-
parison with EWT and QCD, this model of QED neglects only weak interactions,
since electrons do not interact with the gluon fields.
The QED Lagrangian density in mixed Gaussian units is

L = —(1/16n)F" F,, + ihcy y°y" D,
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using the customary summation convention for repeated indices. Covariant 4-
vectors are defined here by

x, = (ct, —r), 0, = (9/cot, V),
AM = (¢7 _A)v jLL = (C,O, _j)

The signs of spatial components are reversed in the corresponding contravariant

4-vectors, indicated by x*, etc. Dirac matrices are represented in a form appropriate
to a 2-component fermion theory [38], in which helicity y° is diagonal for zero-mass

fermions,
0 I 0 o -7 0
7 . 5 _
Y _(1 O)’(—a 0)’ 4 _(O I>' (10.h)

The covariant electromagnetic field is defined in terms of the electromagnetic
4-potential A, by the antisymmetric form

Fu=0,A,—03,A,.
The Dirac and Maxwell fields are coupled through the covariant derivative
D, =0,+i(—e/hc)A,,

where —e is the electronic charge.

QED theory is based on two distinct postulates. The first is the dynamical postu-
late that the integral of the Lagrangian density over a specified space-time region is
stationary with respect to variations of the independent fields A,, and v, subject to
fixed boundary values. The second postulate attributes algebraic commutation or
anticommutation properties, respectively, to these two elementary fields. In the clas-
sical model considered here, the dynamical postulate is retained, but the algebraic
postulate and its implications will not be developed in detail.

The dynamical postulate implies the covariant field equations,

IF,, = (@r/c)j, = (4r/c)(—ecyyCy, ),
ihcy" D,y = 0. (10.2)

Expanded in a complete set of spinor functions, the fermion field is ¥ (x) =
> R p(x)ap, where x = (x, t). In a particular Lorentz frame, Eq. (10.2) takes the
form

ihd,y = Hy = —ih{cy’y" D, — 3}y (10.3)

For zero rest mass, using Eqs. (10.1), the 2 x 2 operator that acts on 2-component
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spinors of negative helicity is
H; =0 -(ihcV — eA) — eAy

= —co- <p+SA> —ed.

10.1.1 Classical dynamical mass

If there is no explicit external electromagnetic field, the covariant field equations
determine a self-interaction energy that can be interpreted as a dynamical electron
mass ém. Since this turns out to be infinite, renormalization is necessary in order to
have a viable physical theory. Field quantization is required for quantitative QED.
The classical field equation for the electromagnetic field can be solved explicitly
using the Green function or Feynman propagator G5, whose Fourier transform is
—g"’ /K%, where k = k, — k, is the 4-momentum transfer. The product of y, and
the field-dependent term in the Dirac Hamiltonian, Eq. (10.3), is

—eA(x) = —ey" A, (x)
= 4mety, / d*x'G"(x — x') Za;u;(x/)yoyvuq(x/)aq.
.

In terms of the 4-momentum transfer « this is

d4K 8’” t —iK - (x'—x /
—eA(x) = —4mely, @ Za}, f d*x'emi ¢ )u’;(x )yoyvuq(x/)aq.
P.q

This is an exact result of the theory, and must retain its validity for quantized fields. If
there is no external field, any scalar field resulting from coupling ), u, must vanish.
This is required in the vacuum state of the quantized theory, and a valid classical
model should omit such terms. Because the functions u ,(x) are elementary Pauli
spinors, the nonscalar field A(x) has triplet-odd character, describing a vector boson
in quantized theory. Then A(x) is an odd-parity field, whose matrix elements vanish
except for transitions between negative and positive energies, because massless
fermions have definite helicity. Chirality-breaking virtual transitions are required
in order to produce a nonvanishing mass from the electromagnetic interaction.

In relativistic theory, it is desirable to retain covariant forms in the equations of
motion. Instead of Eq. (10.3), Eq. (10.2) can be rewritten as

ihcy" 3, = —edyr = Sinc*y,

defining 8ii1c> = —eA. This is an operator or matrix in the Pauli spinor representa-
tion, since its nonvanishing matrix elements describe transitions between helicity
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states. If there were a bare mass m, a term myc>v would be added to the right-hand
side of this equation, defining /i1 = mq + §71. Since the bare mass m, is an unde-
termined parameter of the theory, the only nonarbitrary value that can be assigned
to it is zero, unless it can be attributed to a physical mechanism omitted from the
field theory. The dynamical mass dm is in principle determined by the theory, but
is found to be infinite in the absence of a renormalization procedure equivalent
to introducing an arbitrary cutoff for divergent sums or integrals over relativistic
momentum transfer [121].

10.1.2 Classical renormalization and the Dirac equation

The mass-density ¥ f(x, £)y%m(x, ) defines an invariant mass integral for the
Dirac field,

M:/w(x, Dy my(x, 1) d’x. (10.4)

In quantized theory, this is an operator in the fermion field algebra. Assuming
mo = 0, the mean value (0|M|0) vanishes in the reference vacuum state be-
cause all momenta and currents cancel out. In a single-electron state |a) = al |0),
a self-energy (more precisely, self-mass) is defined by dmc? = (a|Mc?|a) =
(a| [d 3xyr Ty (—e )y |a). Only helicity-breaking virtual transitions can contribute
to this electromagnetic self-mass.

Because the Dirac field equation is inherently nondiagonal in the chiral repre-
sentation, any eigenstate that diagonalizes the operator 72 must be represented by a
4-component Dirac spinor, constructed from two Pauli spinors of opposite helicity.
Perturbation theory sums or integrals over momentum-transfer, due to matrix ele-
ments of /71, are infinite without some cutoff. Following the logic of quantized QED
[121], it is assumed that a covariant cutoff can be defined such that the eigenvalues
of this matrix are mc?, —mc? for dressed physical electrons of positive and negative
energy, respectively. The corresponding classical renormalization replaces an inde-
terminate mass by its physical value, transforming the spinor representation space
to be consistent with this value. A cutoff parameter is to be determined such that
the integral defined by Eq. (10.4) reproduces the physical dressed mass m when
evaluated using a Dirac spinor field defined for this mass. In the presence of an
external Maxwell field, the field equation with diagonalized self-mass is just the
Dirac equation for a single dressed electron.

The field equation for a free dressed electron is (p — /1)y = 0, in units such
that # = ¢ = 1. The space-time Green function G,,(x, xo) for this field equation
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is defined as the solution of
(I — mo — )G (x1, xo0) = 8P (x1, x0)

that vanishes when t; < fy. If Go(x1, x¢) is defined in the same way, without &7,
this implies a Lippmann—Schwinger equation

Gn(x1, x0) = Go(x1, x0) — i /d4yG0(x1, )8 (y)Gp(y, xo).

In momentum space this takes the form
i i i
- = (—idm) =,
p—m  p—mo p—
which produces an infinite sum of Feynman diagrams [120] when expanded by
iteration. Individual terms in this expansion are modified by field quantization.

(10.5)

10.2 Symmetry and Noether’s theorem

In the formalism of either classical or quantum field theory, symmetries of the
Lagrangian density £ or of the action integral S = [ L d*x play a vital role in
establishing global conservation laws. In classical field theory, Noether’s theorem
[304, 93, 336] shows that each symmetry of the action integral implies a con-
servation law. In quantum field theory, such symmetries result in Ward identities
[417, 395] for time-ordered products and expectation values. In this context, a
symmetry of the formalism is any transformation of the fields and space-time co-
ordinates that leaves the action integral unchanged.

Noether’s theorem will be proved here for a classical relativistic theory defined
by a generic field ¢, which may have spinor or tensor indices. The Lagrangian
density L(¢, 9,,¢) is assumed to be Lorentz invariant and to depend only on scalar
forms defined by spinor or tensor fields. It is assumed that coordinate displacements
are described by Jacobi’s theorem §(d*x) = d*x 0,,6x*. The most general variation
of the action integral, evaluated over a closed space-time region €2, is

88 = / d*x(L£3,8x" + 8L).
Q

Any variation of ¢ takes the form 8¢ = §o¢p + 9,,p5x*, where §, omits coordinate
variations. The full variation 6L is
oL

oL
_ 12 _ -
8L = (9,L)5x" + 8¢8o¢ + a(au¢)a’“‘8°¢’

using 800,¢ = 9,80¢. As in integration by parts, a generalized gradient term can
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be extracted such that

oL oL oL
8L = (3,L)5x" + 0 [ 80¢] + |:— -0 ] 80¢h.
" " 10(0.0) 9¢ " 3(3.0)
The last term here vanishes when ¢ satisfies the field equations. Using £9,6x" +
(0, L£)0x* = 9, (L5xH), the total variation of the action about a field solution takes
the form

88 = —/ d*xd,J",
Q

where J* is the infinitesimal 4-current density

—LxH — oL (S()gb
(9 )

Because the assumed hypervolume can be reduced to an infinitesimal, stationary or
invariant action implies the local form of Noether’s theorem, 9, J# = 0, an equation
of continuity in space-time for the generalized current density determined by the
field ¢.

If the variations of both coordinates and field are determined by parameters
denoted by «?, then

Sxlt = ﬁéoﬂ, ¢ = 8—¢3oﬂ.
Sad Sad
Functional derivatives are indicated here because «? may be a parametric field, as
for example a Lagrange multiplier field. Variations of ¢ determine J* = J,'da¥,
where
dx" oL ¢
Sad (D) dad

gt oL 50¢_{ aL
0(0,9)

q Sad (D) dad

Green’s theorem for the action integral in a hypercylinder enclosed by space-like
end surfaces implies that the difference between integrals of J° over the forward and
backward end 3-surfaces is compensated by the flux J integrated over the cylinder
walls. End surfaces can be defined by a progressive time parameter t such that
71 < 7 < 15. If ¢ and its normal gradient vanish on the wall surface for sufficiently
large effective radius R, integrals of JO over any such nested r-surface must be
equal. This is the integral Noether theorem. If «? is arbitrary, the integral of J qo over
any such 3-surface defines a constant of motion for each independent index g.

av¢ - g{fﬁ}

10.2.1 Examples of conservation laws

Consider an infinitesimal displacement da* in space-time. The action is invariant
if for x" = x + 8a, ¢'(x") = ¢(x) for a field ¢, where the displaced field function
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is defined by ¢'(x) = ¢(x) + S9¢p. These definitions are equivalent to
Sp(x) = 0; Sxt = sa*.

The conserved current density determined by Noether’s theorem is

ad
JH = { £ 0, — gl’fﬁ} sa" =T/ éa",
3(3,p)

defining the energy-momentum tensor T/. Noether’s theorem determines an
energy—momentum 4-vector for the field ¢, conserved if the action integral is 4-
translation invariant,

P, = /d3x T? = (E, —cP),

— 3 IL )
E_/dx<a¢¢ L
— 3 9L
P= /dX8¢V¢'

These formulas are valid for the nonrelativistic one-electron Schrodinger equa-
tion. The Lagrangian density is

L=y iy — Hy).
Then 8L/8y = ihy* implies the standard formulas

where

E = [cﬁx(ihx//*x/) —L)= /d3Xl//*H1//

P= /d3xw*(—ihV)1p.

Under a Lorentz transformation A, a covariant field ¢,(x) transforms according
to

¢.(x") = Dap(A)pp(A~'X).

For an infinitesimal transformation, the irreducible representation matrix is D, =
8ap + 8 Dyp, and the coordinate transformation returning to the original coordinate
value is (A71)Ex" = x'* — AMx" = x*. Defining the transformation with this re-
verse step makes §x* = 0, while the functional form of the field changes according
to

50¢a(x) = (SDabd)b(x) - )\l;xvauqba(x)-
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The conserved current defined by Noether’s theorem is

. oL L
Jh = — 0 (8Dab¢’b(x) — Ayx au¢a(x)) :

In the case of a scalar field, the irreducible matrix D is a unit matrix, and drops out
of J*. For rotation through an angle §6; about the Cartesian axis &, the rotational
submatrix of the Lorentz matrix is given by A’ x/ = 86"/ x/, where "% is the
totally antisymmetric Levi—Civita tensor. For the one-electron Schrodinger field i,
Noether’s theorem defines three conserved components of a spatial axial vector,

A 0L
L= —/d3xe”k—.xJka,
oy
which is just the orbital angular momentum vector

L= /d3x Yt X (—ihV).

For the Dirac bispinor, the irreducible representation matrix D, for each helicity
component is a Pauli spin matrix o multiplied by %/2. Then

1
8Dy, = Ehaeko;‘,,w,,.
Given
AL/, ) = ihcyyyH,

and y%y° = I, the conserved angular momentum is
1
J= fd%u/ﬁ {Eha +r x(—ihV)} ¥ =S+L.

S is the elementary spin of the Dirac electron.

10.3 Gauge invariance

In classical electrodynamics, the field equations for the Maxwell field A,, depend
only on the antisymmetric tensor F),,, which is invariant under a gauge transfor-
mation A, — A, + hcd, x(x), where x is an arbitrary scalar field in space-time.
Thus the vector field A, is not completely determined by the theory. It is customary
to impose an auxiliary gauge condition, such as 9, A* = 0, in order to simplify the
field equations. In the presence of an externally determined electric current density
4-vector j*, the Maxwell Lagrangian density is

1 1
L= ——FMWE, — —ilA
AT Tlen Tm Tl A



190 10 Relativistic Lagrangian theories
The Euler-Lagrange equations are

0L 4 L4

3, - =0,
0(0,A,)  0A,

which implies the covariant inhomogeneous Maxwell equations
0 F"' = (4m/c)j".

Because F*" is antisymmetric, the symmetrical derivative 9,0, F**" must vanish.
This requires j¥ to satisfy the equation of continuity, 9, j" = 0, which implies
charge conservation in an enclosed volume if net current flow vanishes across its
spatial boundary.

Gauge covariance of the classical theory is due to the invariance of the field
tensor F,, under the local gauge transformation

Au(x) = Au(x) +hed, x(x),

on the assumption that the current density j* is not affected by this transformation.
However, the Lagrangian density £, is not invariant, since the coupling term is
modified such that

La— La—nj"d,x(x).

Thus the equations of motion are gauge invariant, but the action integral is not.

10.3.1 Classical electrodynamics as a gauge theory

Analysis of the “classical” Dirac theory shows a similar inconsistency under local
phase transformations, such that ¥ (x) — e’“*®vr(x), corresponding to the local
infinitesimal transformation, for y — 0,

S (x) = iex (x)¥(x).

For the Dirac field in an externally determined Maxwell field, the Lagrangian density
including a renormalized mass term is

Lp = ihey 'y’ {y* D, +im}y.
The field interaction is expressed in terms of the covariant derivative
D, =0, +i(—e/hc)A,,
such that the Euler—Lagrange equation for the Dirac field is

ihcy" D,y = mciy.
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This is gauge-covariant only if the gauge transformation of A, and the phase
transformation of ¢ are combined, such that

Ay — Ay +hed, x(x); Y —> ey

Because
. ) ie
e_‘eX(X)Duw — {BM +ie(d.x) — %(AM + hcaux)} Y = D,vy,

the Euler—Lagrange equation for i is covariant under this generalized local
gauge transformation. The electrodynamic field action, expressed in terms of the
gauge invariant tensor F,, and the covariant derivative D, v, is gauge invariant.
This introduces a scalar gauge function x (x) that is inherently unobservable. Gauge
invariance completely determines the interaction between the Dirac and Maxwell
fields.

10.3.2 Noether’s theorem for gauge symmetry

For alocal infinitesimal gauge transformation about a solution of the field equations,

oL oL he
SL =0 SA, ) =9, ——F"9, At =0,
L= [aquv) NETCRG w} Z ( e X)

defining the Dirac electric current density

JH(x) = —ecyr 1)y "y (x).

Because antisymmetry of F*¥ implies that F#"9,9,x =0,

(0 J )X (x) = <%3uF”“ - j“)auX(X) =0.

Thus, since y(x) is arbitrary, Noether’s theorem implies 9, j* = 0, as required
for consistency of the field equations. While j# is invariant under a local phase
transformation, local gauge invariance requires an interaction described by the
covariant derivative, implying a gauge-covariant Maxwell field. This has profound
consequences in the generalization to electroweak theory [340, 217], since renor-
malizability of the quantum field theory follows from generalized gauge invariance
[404, 405]. Noether’s theorem implies that gauge fields and the corresponding
conserved current densities must exist in any renormalizable quantum theory that
can describe the weak interactions responsible for beta-decay processes.
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10.3.3 Nonabelian gauge symmetries

In electrodynamics, the gauge function x(x) is a real scalar function in space-
time, and the phase transformation of the fermion field takes the form ¥ (x) —
e'*X@r(x). This is a multiplicative unitary transformation, characterized by U(1)
in group theory [217]. Because the representation matrix is simply the phase factor
€™ any two such factors commute, defining an abelian group. As originally
shown by Yang and Mills [435], it is possible to construct field theories with gauge
symmetries in which U(1) phase factors are replaced by noncommuting unitary
representation matrices of a nonabelian continuous group. For example, the group
SU(2) is represented by 2 x 2 unitary matrices exp(iex(x) - 7), where the matrices
T are identical to the Pauli matrices o.

Electroweak theory (EWT) [73, 340, 217] makes use of the gauge group U (1) x
SU(2). The representation matrices are of the form

exp(iex (x)7o + ie'x(x) - T),

where 7 is the unit matrix. This is a product of U(1) factors and 2 x 2 SU(2)

matrices. The fermion field ¢ becomes an array consisting of two spinors, each

carrying an additional “weak isospin” index 3. In EWT this index distinguishes

members of isospin doublets: electrons and neutrinos or down quarks and up quarks.
A local unitary transformation of a fermion field ¥ is defined by

v —Uy; Yy —ylu!,

where U commutes with the Dirac matrices y*. Interaction with a gauge field E,,
is described by a covariant derivative D, in the fermion Lagrangian density

L =ihcyy v Dy = ihey Ty y (0, + E ).
If the gauge field transforms according to
E,— UE, U —@,0U™", (10.6)
this ensures gauge invariance of £,
L — ihcy 'y y" U~ Ud, + (8,U) + UE, — (3, U)IY = L.

For the abelian phase factor of the U(l) group, U = exp{iex(x)} and E, =
—(ie/hc)A,, which produces the usual gauge transformation A, — A, +
hcd, x(x). In electroweak theory, a U(1) gauge field B, is defined such that
U= exp{—%ig/yx(x)} and E, = (ig'y/2hc)B,. The gauge transformation is
B,, — B, + hcd, x(x).
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The transformation matrix for the nonabelian group SU(2) is
U =exp {—i%x(x) . T} .

The SU(2) gauge field W, has three components, corresponding to the isospin vec-
tor of matrices 7, with no relationship to the coordinate space ct, X. By implication,
the fermion field v is a set of spinors, one for each value of the isospin index. The
covariant derivative
D, =09, —I—i%‘r-wu

ensures that the fermion Lagrangian density £ = ihcy Ty Oy # D, isinvariantif the
gauge field transforms according to Eq. (10.6). This Lagrangian density describes
physical processes associated with beta decay, transitions that convert a neutrino
into a lepton or convert a down quark into an up quark (or a neutron into a proton),
coupling such transitions in second order.

Considering only the SU(2) field interaction, the Euler—Lagrange equation for
the fermion field is

i hey ™ _ Lo ‘W
ihcy"o, v S8V wV.

If there is no independent external gauge field, this defines an incremental fermion
mass operator 8ity ¢ = %gy"’r - W,, such that

ihcy" 3, = Siwcy.

As in the case of the electromagnetic self-mass, the implied dynamical mass incre-
ment is infinite unless perturbation-theory sums are truncated by a renormalization
cutoff procedure. In analogy to electrodynamics, each fermion field acquires an
incremental dynamical mass through interaction with the gauge field. This implies
in electroweak theory that neutrinos must acquire such a dynamical mass from
their interaction with the SU(2) gauge field. For a renormalized Dirac fermion in
an externally determined SU(2) gauge field, the Lagrangian density is

4 l
Lp = ihcyy™ y"d, +imby — =iy - W,
C
where
. 1
iw = zgcwwyw.

This defines the fermion contribution to an isovector gauge current density. Al-
though the Euler—Lagrange equation is gauge covariant by construction, this
fermion gauge current is not invariant, because the matrix 7 does not commute
with the SU(2) unitary transformation matrices. It will be shown below that the
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conserved Noether current density augments jy, by a component determined by the
gauge field. The nonabelian gauge field carries a nonvanishing isospin, which is
implicit in the isovector notation used here for W ,. It interacts with itself through
the Noether current density.

Transformation properties of W, can be derived by considering an infinitesimal
SU(2) gauge transformation, U = [ — %i gx(x)-7,for x(x) — 0.The correspond-
ing infinitesimal transformation of the fermion field is

1
V=¥ - igx() Ty

Because the matrix x(x) - 7 can convert a neutrino into an electron at any point in
space-time, a physically correct theory must couple such a transition with a field that
carries a compensating electric charge. Thus local SU(2) gauge invariance implies
existence of the gauge field W, with components that carry electric charge. The field
equations for W, contain a source term with off-diagonal elements that represent
charge transitions. Retaining only first-order terms in x(x), Eq. (10.6) takes the
form [435, 340]

1
T-Wu—)T‘Wu-i-Eig(T-WMX-T—X‘TT'WM)-i‘hCT‘aMX
=7-(W, —gW, X x + hcd,x).

This derivation uses an algebraic identity valid for Pauli matrices and any two
vectors A, B,

(t-A)T-B)=A-B+iT-A XB.

Since the components of 7 are linearly independent, the implied infinitesimal gauge
transformation is

W, — W, —gW, Xx+hco,x.

The term proportional to the coupling constant g is typical of a nonabelian gauge
group [422].

In the presence of an externally determined fermion gauge current, the
Lagrangian density for the SU(2) gauge field is [435]

1 1,
£W = ——167TWMV ‘W;/.v — ZJIJV 'Wﬂ,

expressed in terms of an isovector field defined by

W, = 8, W, — 3,W, — hiwﬂ X W,.
C

The first term in Ly is gauge invariant by construction [340, 435]. The second
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term is not, because of the gauge modification of W ,. The implied Euler-Lagrange
equations for the gauge field [435] are
4 4r
9, W = hﬁcwﬂ X W gy = Ty,

defining the total isovector current density Jy, . It will be shown here that this is the
conserved Noether current density for the SU(2) theory. In contrast with electro-
dynamics, a nonabelian gauge field interacts with itself through its contribution to
this conserved current density.

10.3.4 Gauge invariance of the SU(2) field theory

The Lagrangian density for a massless fermion field interacting with the SU(2)
gauge field is

1
L=——W"W,, +ihcy'y’y"D,y,
Tom " vy y  Duy
expressed in terms of the covariant derivative

. 8
D, =29 —7 -W,.
w M+12th P

Some of the algebraic complexity of the proof of gauge invariance and of derivation
of the conserved Noether gauge current for this Lagrangian density can be simplified
by considering general variations of the fermion and gauge fields about a solution
of the field equations. The logic of this derivation is unchanged if a fermion mass
is included. Stationary action implies that

1
/ & 5L = / d4x{— W SW -+ iy D
+ ihczﬁyoyﬂa(Dw)} = 0.

The fermion field equation i7y* D,y = 0 is implied by independent variation of
1. The Euler-Lagrange equations for the gauge field follow from

5 L Weo AL Wy, AL (D,
PoW,, 3(,W,)  0W,, dW,  a(D,¥) W,

The individual terms here are

L Weo 1
dW., 90,W,)  4m ’
AL oW, g
. = - W, x WH,
oW,, oW, dghe "

L BDuY) 1 L,
S D) W, S8V YTy,
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implying the gauge field equations
a7 [ g 1 s 4r
W = — | =W, X W + —gcyyTyly" =—Jy.
" c (4nh " taEv Yy ”/’) ¢ v

Because W*" is an antisymmetric Lorentz tensor, the total isovector current density
must satisfy 9, Jy, = 0.
Field variations driven by the infinitesimal local gauge transformation

1
0 = —5igT - X(X)¥,

OW, = —gW, X x(x)+hcd, x(x),

where x(x) — 0, determine the conserved Noether current density implied by
gauge invariance. D, and the gauge field transformation are defined so that the
fermion part of £ is gauge invariant. To evaluate the variation of the gauge field
part, direct substitution of §W,, into the definition of W, gives

SW,., = 8,6W, — 8,6W,, — h§<WM x SW, — W, x §W,,)
C

=—& (8MWU - auwu — %Wﬂ X WV) X X
=—gW,, XX,

using the vector identity a X (b X ¢) — b X (a X ¢) = (a X b) X ¢. Gauge invari-
ance follows from W*” - W, X x = W X W, - x = 0.

For fixed coordinates, invariance of the action integral for gauge variations about
SU(2) field solutions implies

oL oL
SL=0, [—B(BMWV) -0W, + 3(aulﬁ)8w}

=9 LWl”- \%% — hed lh VARV Y
" (W, X x —hcdyx) + shgey'y yir¢ - x
47 2

he
=9, (hJ‘{V X — EW’“’ : avx) =0.

Because WH¥ - 9,0, x vanishes identically, due to the antisymmetry of WH”, this
implies Noether’s theorem in the form

@, d0) - x(x) = (%auww — J%)- 3, x(x) = 0.

Because x(x) is arbitrary, the total isovector current satisfies 9, J, = 0 at all points
in space-time so long as the field equations are satisfied.
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10.4 Energy and momentum of the coupled fields
10.4.1 Energy and momentum in classical electrodynamics

The energy—momentum tensor derived from Noether’s theorem for electrodynamics
is
oL

TH = 3, As +
39, A,) " 9(3,)

The Lorentz momentum 4-vector is

Y — gl L.

P, = /d3x 7% = (E, —cP),

in any inertial frame, where TVO = Tuo(w) + TVO(A) such that
)W) = ihey @y — S0,y v Day),

T%(A) = —LF(’*avAA + 5()VLF“FM.
4 167

Energy-momentum conservation is expressed by 9"7 = 0 for a closed system.
If T/ were a symmetric tensor (when converted to 7#"), this would be assured
because 9, T/ = 0 by construction. Since the gauge field part of the tensor deduced
from Noether’s theorem is not symmetric, this requires special consideration, as
discussed below. A symmetric energy—momentum tensor is required for any event-
ual unification of quantum field theory and general relativity [422]. The fermion
field energy and momentum are

= [@xuine. )= [dxvicinv,
where, for a massless electron of negative helicity (positive energy),
. 0. A e
H = —ih(cy*y*D; — 8) = —co - (p+ “A) - eg.
c

For the Maxwell field, the energy—momentum tensor 7/(A) derived from
Noether’s theorem is unsymmetric, and not gauge invariant, in contrast to the sym-
metric stress tensor derived directly from Maxwell’s equations [318]. Consider the
symmetric tensor ® = T + AT, where

1
AT} = —F'"0,A,
4
is defined such that

1 1 1.
A AT! = E(SMF“)BAAV - EF’“E)ME)AAV = EﬂaAAU,
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using the antisymmetry of F** and the field equations. For a noninteracting field the
residual term vanishes and the resulting symmetrical energy—momentum tensor is

1 1
O A) = ——F"F, p— ) A
v (A) 47 » 8y 167 *

The electric and magnetic field vectors in vacuo are, respectively,

10A
E=——-V¢, B=V xA.
c ot

Using italic indices for 3-vectors, with A, = (¢, —A), 9, = (3/cdt, V),
& = dA; — 3 Ao = Fui,
Bi = —€;jk(0j Ak — % Aj) = —€iji Fi.
In terms of these vector fields, the Maxwell field Lagrangian density is (1/87)(E* —
B?), and the field energy and momentum are
£+ B
8t

EXB
drre

E(A) = / dx P(A) = / d’x

For interacting fields, the Maxwell field energy is not separately conserved.
A gauge-covariant derivation follows from the inhomogeneous field equations
(Maxwell equations in vacuo),

0
VXE+—B=0, V.-& =4np,
cot
0 4
vxB-2e=""5 v.B=oO
cot c

The local conservation law follows immediately [318] from
1ad _, o 4w
B-(VXS)—S-(VXB):V-(ng):—EE(S +B)— —&-j.
c c

Expressed in terms of the field energy and momentum densities defined above, this
is

IE+B
————— +c'V. =-£-J.
ot 8w 4rc !
When integrated over a finite volume, the divergence term becomes a surface
integral of the Poynting vector [318]. Expressed in covariant notation, 3”®% =
—%F Ovj ., showing the explicit modification of energy—momentum conservation

due to the final dissipative term here.
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As a model for classical gauge fields, the energy—momentum conservation law
can be derived directly in covariant notation. The 4-divergence

1 1 . . 1 .
— " (FYFy) = = =0 (FY Fiy) = —0°(FY Fyy)

4
can also be written as
1 v 0L 1 0L/ qVv 1 0 VA 1 oxr -
—— @ F )Py — —F7 (0" F,)=———0 (F"F;)— —F"J,
4 4 167 c

using the field equations and the identity
1
@ F")Fyy = 70°(F* Fy).
This establishes, as a consequence of the field equations,
. . 1 . . 1 .
—gao(FOI Foi — F/*Fjlj<1) — Eal(FojFij) = _EFOZ.]ia

verifying the conservation law.
Since local energy and momentum density are well-defined for the classical
Maxwell field, respectively
E+8B EXB

e(x) = T T(x) =

the relativistic mass density of the field is defined by

n(x)*ct = e(x)* — m(x)*c?,

without invoking a specific requirement for a symmetric stress tensor. For a plane-
wave radiation field in vacuo,

, 4 (E2 =B+ 4E-BY?
noet =
6472

because the field vectors are orthogonal and of equal magnitude (in mixed Gaussian
units).

=0,

10.4.2 Energy and momentum in SU(2) gauge theory

The Lagrangian density for a massless fermion field interacting with the SU(2)
gauge field defines the Noether energy—momentum tensor

oL
T/ = ——— - 3,W, +

d
——3,
Y90, W) (0, ¥) vosl
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The fermion field energy and momentum are

EW) = / Ex Yy Hyy,  PW) = / dx Yy (—inV)y.

Using italic indices for spatial 3-vectors, but retaining vector notation for the abstract
3-vector index of the matrices 7 and the gauge field W, the fermion “Hamiltonian”
operator is

1
Hy = —ih(cy’y* D, — 8,) = —co; (pi — %T-W,) + ng-Wo.

The SU(2) energy—momentum tensor can be symmetrized and made gauge invariant
by adding an incremental tensor

1
AT} = W (axwv + %wv X WA) .

Because 9, AT} does not reduce to terms that vanish even for a noninteracting
field, this construction must be verified. The energy and 3-momentum of the gauge
field derived from the resulting symmetric energy—momentum tensor ®% are

1 . .
E(W) = —gfd3X(W0’ - Woi — W Wl ),

1 .
P(W)=— | &*x WY . W,,.
4 c /

The local conservation law for the interacting gauge field can be derived from
the covariant field equations, as was done above for the Maxwell field. Using the
SU(2) field equations and expanding ("W). W, as

1
W W) + —2‘;’1 [°(W” x W*) — 23" (WO x WH)]- W,
C

there are two distinct expansions of the 4-divergence

1 1 . . 1 .
—Hawwm Wy,) = —EMWW W) — Ea%w(’f - Wo,)

IR P pu—y |
__16_7ra (W 'Wm)—zw -J;

__ &
8mhe

The final term here can be expressed in the form

[0%(WY x WH) — 20" (W° x WH]-W,,.

| S g v _1 0A W _ W
EW (mw vak)"i_A—ZW (Jx _JA)+A'
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The effect of this term is to remove the self-interaction current density J)¥ — j}¥
from the dissipative term in the local conservation law. The residual invariant A
can be shown to vanish identically. Using the identity

1
(3"W") x W,, = E(avwl — W) X W, = %(W“ X W) X W,

the residual invariant is
8

A=—"120"(W"x W) — 3°(W" x W*) — 2W" x W"]- W,
8 hc
2

=5 _wo. [2W* X (W' X W,;) + (W' X W*) X W, ]
8Th2c?

_ g2 0 v A A v _

= W WY WA W) + WAWY - W) = 0.
8Th2c?

The implied local conservation law for the interacting SU(2) field is
v o0 1 (Y4
d ®v = —ZW -

Further analysis is required to conclude that the local mass density must necessarily
vanish.

10.5 The Standard Model

Because field quantization falls outside the scope of the present text, the discussion
here has been limited to properties of classical fields that follow from Lorentz
and general nonabelian gauge invariance of the Lagrangian densities. Treating the
interacting fermion field as a classical field allows derivation of symmetry properties
and of conservation laws, but is necessarily restricted to a theory of an isolated single
particle. When this is extended by field quantization, so that the field amplitude
becomes a sum of fermion annihilation operators, the theory becomes applicable to
the real world of many fermions and of physical antiparticles, while many qualitative
implications of classical gauge field theory remain valid.

Quantized gauge fields play a central role in the widely accepted Standard Model
of elementary particles and their interactions. Cottingham and Greenwood [73]
provide an “elementary” introduction to the phenomological basis of this model
and to the relevant theory, together with references to the technical literature. The
postulate of generalized gauge invariance, found to imply renormalizability of the
quantized theory, has powerful implications that are evident even for the classi-
cal fields. Fermion interactions have a strictly prescribed form, which determines
the existence of gauge fields with specified internal symmetry, and determines
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corresponding conserved current densities. The Standard Model considers three
such gauge fields, with fermion gauge transformations given by symmetry groups
U(1) (electromagnetic field), SU(2) (weak isospin), and SU (3) (strong color). There
are three generations of fermion field. The generations (electron, muon, tauon)
appear to differ only by the magnitude of the renormalized mass. The U(1) field
interacts with all fermions of nonvanishing electric charge; the SU(2) field with all
fermions (since isospin is quantized by half-integers for fermions); and the SU(3)
field (color gluons) interacts only with quark fermions, which carry a color charge.
The combination SUQ2) ® (U(1) @ SU(3)) requires eight elementary fermions in
each generation.

The underlying symmetries of the fermion and gauge fields are broken dynami-
cally in renormalized quantum field theory. In particular, helicity is broken by the
Maxwell field, so that only neutrinos retain well-defined chirality. This implies a
canonical transformation of the fermion vacuum state into a quasiparticle repre-
sentation appropriate to the observed particles. As pointed out above, the Dirac
equation is characteristic of such a representation, mixing bare massless fermions
with different helicities. The differing physical masses of members of an isospin
doublet, for example electron and neutrino, imply broken gauge symmetry. The
SU(2) gauge field Lagrangian of renormalized electroweak theory is decomposed
into separate interaction terms for left- and right-handed components of the fermion
field, since a massless neutrino has only left-handed helicity.

10.5.1 Electroweak theory (EWT)

The minimal internally consistent theory of elementary particles is a gauge theory
of the elementary fermions of the first observed generation [340]: electron (e),
electron-neutrino (v.), down quark (d), in three colors, and up quark (u), also
in three colors. Strong interactions do not have to be considered if stable nuclei
are treated as a passive background. If transitions between lepton generations are
neglected, the theory can be applied independently to the lepton and quark doublets
of each generation, interacting with the electromagnetic and weak gauge fields. A
universal EWT field eyU, = %(g’yBﬂ + g7 -W,) is coupled to fermion current
densities, characterized by weak hypercharge y and weak isospin %T, through the
covariant derivative

D, =09, +i(eg/hc)U,.

Here ¢ is the magnitude of the electronic charge. The equation of motion for the
massless fermion field is

ihcy" D,y = 0.
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Classical gauge fields, determined by their equations of motion, are expressed
as Green function propagators acting on source current densities. The renormal-
ized theory postulates a spontaneously broken symmetry as part of a dynamical
mechanism that accounts for the large observed mass of the SU(2) gauge field
quanta. This mechanism implies a canonical transformation of the renormalized
vacuum state that mixes the bare neutral fields Wi and B,,. Defining a Weinberg
angle Oy such that g’ cos Oy = g sinfy = e, the correct fermion electric charge
qo = %(y + 13)eq follows from an orthogonal transformation of the neutral fields

A, = B,cosOy + W; sin Oy,

Zg = —B,sinfy + Wi cos Oy .

Defining W = J5(W, £ W}) and 7y = 3(r1 £ in),

1 1
U, = 5(y + 13)A, + 5(—y tan Oy + 73 cot@W)Zﬁ

(W, +T-W,).

1
+ - @
V2 sinfy

The parameter y is —1 for leptons and 1/3 for quarks, while 73 = F1.

10.5.2 Quantum chromodynamics (QCD)

The SU (3) group is the group of all 3 x 3 complex matrices with unit determinant.
The condition det U = 1 reduces the number of independent matrices to eight, so
that there are eight independent gauge fields. These matrices act on quark fermion
fields, which carry a color index with three values. The SU(3) gluon fields corre-
spond to matrices with two such indices, and are characterized either by a transition
that changes color (six matrices) or by repeated color indices, in two independent
matrices that have only diagonal elements. The Lagrangian density for this non-
abelian gauge group implies that each gluon field contributes to the color current
density. There is no empirical evidence for gluon field mass, in contrast to the
observed large mass of the weak isospin SU(2) fields.
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time-dependent orbital functional, TOFT, 83 Korringa—Kohn—Rostoker
closure of internal sums, 106
Janak’s theorem, 56 derivation, 105
orbital functional theory, 57 homogeneous term, 105
unrestricted Hartree—Fock, 61 internal sums, 106
KKR, 99, 104
kinetic energy, Schrodinger, 36 rectangular C-, S-matrices, 106
Kohn-Sham equations, 93 secular determinant, 99
Koopmans’ theorem, unrestricted Hartree—Fock, 61 linearized methods
LACO wave function, 115
Lagrange multiplier LMTO wave function, 115
Lagrangian to Hamiltonian, 15 variational theory, 116
linear constraints, 13 root-search, 94
N-electron energy, 46 space-filling cells, 104
orbital energy, 39
potential field in Levy construction, 68 Newton’s method, 28
Lagrangian Noether’s theorem, 17
linear systems, 25 classical energy, 17
relativistic, 21 classical field theory, 186
Lagrangian constraints, rolling hoop, 14 classical relativistic field, 186
Lagrangian density, relativistic, QED, 182 conserved covariant current density, 187
least action, energy constraint condition, 9 gauge symmetry, 191
Legendre transformation, 14 fermion current density, 191
Lagrangian to Hamiltonian, 15 integral form, 187
thermodynamics, 15 linear momentum, 18
linear response theory, TOFT, 84 SU(2) theory, conserved current, 196
Lippmann-Schwinger equation, 95 Noether’s theorem, examples
Green functions, 121 Dirac angular momentum, 189
multichannel, 144 energy—momentum 4-vector, 188
local exchange potential orbital angular momentum, 189
Slater formula, 72 Schrodinger field, 188
UHF tests of locality, 75 nonlinear optimization, 26
local potential function, kinetic energy, 72
Lorentz transformation, 20 Occam’s razor, 4
occupation numbers
matrix elements fractional, 55
symmetry-adapted Landau theory, 56

example: spin eigenstates, 51 one-electron density matrix, natural orbitals, 65
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optimization
molecular geometry, 30
BERNY algorithm, 31
GDIIS algorithm, 31
quasi-Newton methods, 30
orbital Euler—Lagrange equations, 58
density functional theory, 71
MCSCEF, 65
time-dependent, 83
orbital functionals
correlation, 58
Coulomb and exchange, 57
external potential, 41
kinetic energy
Schrodinger, 40
orbital-functional response theory, exchange-only
limit, 85
orbital wave functions, 36

Poisson bracket, classical, 17
Poisson equation, 94
MST methodology, 118
surface-integral formalism, 118
polarization pseudostate, 131

quantum chromodynamics, QCD, 182, 203
quantum electrodynamics, QED, 181
quasiparticles, Landau, 56

reactance matrix, 137
reference state, 46, 54
Brueckner—Brenig, 55
Hartree—Fock, 54
Kohn-Sham, 71, 74
quantum field theory, 79
response kernel
correlation, 85
Hartree and exchange, 84
TOFT, 84

scattering channel
closed, 130
open, 130
scattering theory
o-matrix, 132, 135
algebraic close coupling, 134
asymptotic distorted wave, 153
bound—free correlation, 158
multipole response, 159
bound—free exchange, 158
close coupling, 133
Lagrange multipliers, 145
cross sections, 132
differential cross section, 133
eigenchannel representation, 144
electron—molecule, 161
Feshbach projectors, 131
K-matrix, 132
incremental, 144
Lippmann—Schwinger, 140
matrix variational method, 135
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multichannel projection, 131
multichannel R-matrix, variational formula, 151
multipole polarization potential, 159
closure approximation, 160
normalization of channel orbitals, 158
numerical asymptotic functions, NAF, 153
phase shift, 133
polarization response, 132
multipole, 157
R-matrix
derivative discontinuity, 148
Green function formalism, 147
long-range potentials, 148
orbital functional theory, 157
radii ro and r, 153
variational formalism, 149
Wigner-Eisenbud, 147
‘R-operator, generalized geometry, 156
S-matrix, 132
short-range correlation, Coulomb cusp, 159
single-channel R-matrix, variational formula, 150
static exchange, SE, 134
static exchange with polarization, SEP, 134
stationary R-operator, 156
T -matrix, 132
target states, 134
threshold effects, 162
total cross section, 133
transfer invariance, 145

scattering theory, resonances

decay width, 163
Feshbach formalism, 166
transition matrix, 165
nonlocal Feshbach formalism, 166
phase matrix, separation of resonance, 173
resonance defined, 162
resonance projection, rationale, 172
threshold structures, 163
time-delay analysis, 173
virtual state, 162

scattering theory, rovibronic

adiabatic approximations
adiabatic nuclei, 167
energy-modified, 168
nuclear kinetic energy, 166
relation to Born—Oppenheimer, 169
vibronic R-matrix, 169
dissociative attachment, 162, 163
electron—-molecule
boomerang model, 163
local complex-potential, 163
projection-operator formalism, 164
frame transformation, rotational, 167
NADP magic formula, 176
nonresonant phase matrix, EMAP method, 174
phase matrix
fixed nuclei, 172
precursor resonance, 173
vibrational completeness, 173
precursor resonance, 176
resonant phase matrix, NADP method, 175
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rovibrational excitation, 161 variational cellular method, VCM, 108, 109
vibrational close-coupling, completeness, 168 variational functional
vibrational excitation, 162 matrix variational method, 137
hybrid model, 167 Schlosser—-Marcus, 108
vibronic hypercylinder, 169 Schwinger, 142
vibronic R-matrix variational principles
EMAP method, 174 algebraic Schwinger, 142
Green function formalism, 170 Hamilton, 12
NADP method, 176 space-time action integral, 181
pole states, 171 special relativity, 20
Schrodinger equation in classical mechanics, 8
idiosyncrasies, 38 least action
matrix representation, 42 Euler, 8
N-electron Jacobi, 19
time-dependent, 45 Maupertuis, 8
time-independent, 46 least time, Fermat, 4
one electron, 36 multichannel R-matrix, 152
positive energy, Helmholtz equation, 95 multichannel Schwinger, 140, 143
time-dependent, 78 N-electron, orbital basis, 46
self-consistent field, 53 optimized effective potential, 67
self-interaction correction, Hartree, 54 orbital functional theory, 58
simplex interpolation, 26 ‘R-operator, 154
Slater determinant, 46 radial logarithmic derivative, 149
solid-harmonic functions, definition, 96 Rayleigh quotient, 41
Standard Model of elementary particles, 201 scattering theory, 150
structure constants, 97 anomalies, 138
Sturm-Liouville theory, 36 complex Kohn, 135, 139
SU(2) theory Hulthén—Kohn, 135, 137
energy—momentum Jackson, 150
dissipative term, 201 Kohn, 134, 138
local conservation law, 201 multichannel R-matrix, 151
mass density, 201 Schwinger, 140
energy—momentum tensor Schwinger Green function, 147
Noether’s theorem, 199 Schrodinger, 41
symmetric, 200 N-electron, 46
momentum 4-vector, 200 Schrodinger action integral, 78
symmetry, projection operators, turnover rule, 49 stationary, 6
symmetry-adapted functions, N -electron problem, 49 TDFT, 87
TOFT, 83
tail cancellation, 102 variational principles, MST
atomic cell, 103 Kohn-Rostoker, 104
target state, 129 ¢ basis, 116
Thomas—Fermi equation, 73 modiﬁed Schlosser-Marcus, 110
Kohn—Sham equations, consistency test, 73 ¢ basis, 117
time-dependent density functional global matching function, 111
interacting electrons, 89 Schlosser-Marcus, 108
noninteracting electrons, 88 ¢ basis, 116
TDFT, 86 derivation, 108
time-dependent Hartree—Fock false solutions, 109, 111
linear response, 82 SM and KR, conditional equivalence, 108
random phase approximation, 82 virial theorem, general molecule, 45

screening response, 81
Ward identities, quantum field theory, 186

variation, infinitesimal, 5 wave functions, irregular, transformation group, 123
variational calculus, 5 wave mechanics, Schrodinger, 35
functional analysis, 7 Wronskian surface integrals, 96

fundamental theorem, 7 normalization of solid harmonics, 96



	Half-title
	Title
	Copyright
	Dedication
	Contents
	Preface
	I Classical mathematics and physics
	1 History of variational theory
	1.1 The principle of least time
	1.2 The variational calculus
	1.2.1 Elementary examples

	1.3 The principle of least action

	2 Classical mechanics
	2.1 Lagrangian formalism
	2.1.1 Hamilton's variational principle
	2.1.2 Dissipative forces
	2.1.3 Lagrange multiplier method for constraints

	2.2 Hamiltonian formalism
	2.2.1 The Legendre transformation
	2.2.2 Transformation from Lagrangian to Hamiltonian
	2.2.3 Example: the central force problem

	2.3 Conservation laws
	2.4 Jacobi's principle
	2.5 Special relativity
	2.5.1 Relativistic mechanic of a particle
	2.5.2 Relativistic motion in an electromagnetic field


	3 Applied mathematics
	3.1 Linear systems
	3.2 Simplex interpolation
	3.2.1 Extremum in n dimensions

	3.3 Iterative update of the Hessian matrix
	3.3.1 The BFGS algorithm

	3.4 Geometry optimization for molecules
	3.4.1 The GDIIS algorithm
	3.4.2 The BERNY algorithm



	II Bound states in quantum mechanics
	4 Time-independent quantum mechanics
	4.1 Variational theory of the Schrödinger equation
	4.1.1 Sturm–Liouville theory
	4.1.2 Idiosyncracies of the Schrödinger equation
	4.1.3 Variational principles for the Schrödinger equation
	4.1.4 Basis set expansions

	4.2 Hellmann–Feynman and virial theorems
	4.2.1 Generalized Hellmann–Feynman theorem
	4.2.2 The hypervirial theorem
	4.2.3 The virial theorem

	4.3 The N-electron problem
	4.3.1 The N-electron Hamiltonian
	4.3.2 Expansion in a basis of orbital wave functions
	4.3.3 The interelectronic Coulomb cusp condition

	4.4 Symmetry-adapted functions
	4.4.1 Algorithm for constructing symmetry-adapted functions
	4.4.2 Example of the method


	5 Independent-electron models
	5.1 N-electron formalism using a reference state
	5.1.1 Fractional occupation numbers
	5.1.2 Janak’s theorem

	5.2 Orbital functional theory
	5.2.1 Explicit components of the energy functional
	5.2.2 Orbital Euler–Lagrange equations
	5.2.3 Exact correlation energy

	5.3 Hartree–Fock theory
	5.3.1 Closed shells – unrestricted Hartree–Fock (UHF)
	5.3.2 Brillouin’s theorem
	5.3.3 Open-shell Hartree–Fock theory (RHF)
	5.3.4 Algebraic Hartree–Fock: finite basis expansions
	5.3.5 Multiconfiguration SCF (MCSCF)

	5.4 The optimized effective potential (OEP)
	5.4.1 Variational formulation of OEP

	5.5 Density functional theory (DFT)
	5.5.1 The Hohenberg–Kohn theorems
	5.5.2 Kohn–Sham equations
	5.5.3 Functional derivatives and local potentials
	5.5.4 Thomas–Fermi theory
	5.5.5 The Kohn–Sham construction


	6 Time-dependent theory and linear response
	6.1 The time-dependent Schrödinger equation for one electron
	6.2 The independent-electron model as a quantum field theory
	6.3 Time-dependent Hartree–Fock (TDHF) theory
	6.3.1 Operator form of Hartree–Fock equations
	6.3.2 The screening response

	6.4 Time-dependent orbital functional theory (TOFT)
	6.4.1 Remarks on time-dependent theory
	6.4.2 Exact linear response theory
	6.4.3 Definition of the response kernel

	6.5 Reconciliation of N-electron theory and orbital models
	6.6 Time-dependent density functional theory (TDFT)
	6.7 Excitation energies and energy gaps


	III Continuum states and scattering theory
	7 Multiple scattering theory for molecules and solids
	7.1 Full-potential multiple scattering theory
	7.1.1 Definitions
	7.1.2 Two-center expansion
	7.1.3 Angular momentum representation
	7.1.4 The surface matching theorem
	7.1.5 Surface integral formalism
	7.1.6  Muffin-tin orbitals and atomic-cell orbitals
	7.1.7 Tail cancellation and the global matching function
	7.1.8 Implementation of the theory

	7.2 Variational principles
	7.2.1 Kohn–Rostoker variational principle
	7.2.2 Convergence of internal sums
	7.2.3 Schlosser–Marcus variational principle
	7.2.4 Elimination of false solutions

	7.3 Energy-linearized methods
	7.3.1 The LMTO method
	7.3.2 The LACO method
	7.3.3 Variational theory of linearized methods

	7.4 The Poisson equation
	7.5 Green functions
	7.5.1 Definitions
	7.5.2 Properties of the Green function
	7.5.3 Construction of the Green function


	8 Variational methods for continuum states
	8.1 Scattering by an N-electron target system
	8.1.1 Cross sections
	8.1.2 Close-coupling expansion

	8.2 Kohn variational theory
	8.2.1 The matrix variational method
	8.2.2 The Hulthén–Kohn variational principle
	8.2.3 The complex Kohn method

	8.3 Schwinger variational theory
	8.3.1 Multichannel Schwinger theory
	8.3.2 Orthogonalization and transfer invariance

	8.4 Variational R-matrix theory
	8.4.1 Variational theory of the R-operator
	8.4.2 The R-operator in generalized geometry
	8.4.3 Orbital functional theory of the R-matrix
	Bound–free correlation



	9 Electron-impact rovibrational excitation of molecules
	9.1 The local complex-potential (LCP) model
	9.1.1 The projection-operator method

	9.2 Adiabatic approximations
	9.2.1 The energy-modified adiabatic approximation (EMA)

	9.3 Vibronic R-matrix theory
	9.3.1 Phase-matrix theory
	9.3.2 Separation of the phase matrix
	9.3.3 Phase-matrix formalism: EMAP
	9.3.4 Nonadiabatic theory: NADP



	IV Field theories
	10 Relativistic Lagrangian theories
	10.1 Classical relativistic electrodynamics
	10.1.1 Classical dynamical mass
	10.1.2 Classical renormalization and the Dirac equation

	10.2 Symmetry and Noether’s theorem
	10.2.1 Examples of conservation laws

	10.3 Gauge invariance
	10.3.1 Classical electrodynamics as a gauge theory
	10.3.2 Noether’s theorem for gauge symmetry
	10.3.3 Nonabelian gauge symmetries
	10.3.4 Gauge invariance of the SU(2) field theory

	10.4 Energy and momentum of the coupled fields
	10.4.1 Energy and momentum in classical electrodynamics
	10.4.2 Energy and momentum in SU(2) gauge theory

	10.5 The Standard Model
	10.5.1 Electroweak theory (EWT)
	10.5.2 Quantum chromodynamics (QCD)



	References and bibliography
	Index



