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ABSTRACT

The Born-Oppenheimer approximation has long been the standard approach to solving the
Schrodinger equation for diatomic molecules. In it nuclear and electronic motions are sepa-
rated into “slow” and “fast” degrees of freedom and couplings between the two are ignored.
The neglect of non-adiabatic couplings leads to an incomplete description of diatomic motion
and in a more refined approach non-adiabatic couplings are uncoupled by transforming the
angular momentum of the molecule and electrons into the body-fixed frame.

In this thesis we examine a “modern” form of the Born-Oppenheimer approximation by ex-
ploiting a gauge theoretic approach in a description of molecular motion. This procedure is
described by a U(1) gauge field theory which we call the gauge covariant Born-Oppenheimer
approximation. Using this approach we show that the non-adiabatic coupling terms are repro-
duced and manifest as an effective “magnetic monopole” vector potential that gives rise to an

effective Lorentz type force.
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Chapter 1
INTRODUCTION AND OUTLINE

Because the quantum mechanical few body problem is intractable, the Born-Oppenheimer (BO)
approximation [8] is a starting point for most molecular structure calculations. In the standard
theory, the nuclear motion of diatoms are decoupled from that of the electronic, or fast, degrees
of freedom but in a more refined treatment, non-adiabatic effects due to rotational motion are
also included. Expressing the Hamiltonian for the electronic degrees of freedom in a body-
fixed coordinate frame, and representing the total angular momentum of the molecule in that
frame, non-adiabatic couplings that determine the rovibrational structure of the molecule are
incorporated. That procedure is a cornerstone of molecular structure theory and was firmly
established by the early days in the development of the wave mechanics.

In the 1980’s a modern approach incorporating gauge theory ideas where introduced in the
treatment of diatom rovibrational motion. In this thesis we explore the relationship between
the standard approach and that using gauge theoretic techniques [37, 61].

In the conventional Born-Oppenheimer approximation the electronic and nuclear motion are
taken to be uncoupled. The uncoupling procedure is justified by the assumption, because of
the disparity between nuclear and electronic mass, that the nuclei adjust adiabatically to the
motion of the electrons. In that picture, the electrons respond to the instantaneous position
of the nuclei [8, 22] and one proceeds to calculate for the electronic wave functions at each
value of inter-nuclear separation. In this description, electrons create a scalar potential field
for a given nuclear configuration that back-reacts on the nuclei. This potential is called the
Born-Oppenheimer potential and gives rise to the Feynman-Hellman force [24].

In a more complete treatment of this problem, the coupling between nuclear and electronic
motion is no longer neglected [17]. Terms in the nuclear Hamiltonian induced by these cou-
plings, typically called non-adiabatic couplings, modify the rotational eigenvalues and Born-
Oppenheimer energies. Inclusion of non-adiabatic couplings, due to molecular rotation, lead
to an effective nuclear Hamiltonian that is similar to that of the rotating symmetric top [34].
For a symmetric top, the eigenvalues of the rotational Hamiltonian are related to the Wigner

d-functions [21], and for low energies the radial motion of the molecule can be accurately ap-



proximated by the eigenstates of a simple harmonic oscillator.

The gauge theoretic approach for the description of bound diatoms was first advanced by Moody,
Shapere, and Wilczek [37] in 1986. They showed that the Hamiltonian governing nuclear motion
in a diatom can be expressed as that of free rotator being acted upon by an effective gauge vector
potential. In this description, the effective gauge potential was shown to be that produced by
an effective “magnetic monopole” [37, 61, 64]. Using this approach, the rotational spectra of
diatoms can be re-produced [37, 61] and it offers an alternative paradigm for molecular structure
theory. Whereas both the standard theory and the gauge theoretic approach, which in this
thesis we call the modern Born-Oppenheimer approximation, lead to identical ro-vibrational
eigenvalues, the latter theory has significant advantages which we will elaborate on in this thesis.
For example, the modern approach allows a better understanding for the mechanism in which
total angular momentum (nuclear + electronic) is conserved in the BO approximation. In this
theory the standard Hund’s rules for angular momentum coupling is replaced by a mechanism
in which the orbital angular momentum of the nuclei are coupled to the intrinsic angular
momentum of the effective magnetic monopole [29, 37, 61] gauge field. Magnetic monopoles
were first postulated by Poincaré [42], however the first quantum mechanical treatment of them
was made in Dirac’s seminal 1931 paper [18]. Whereas the latter are typically considered
fundamental monopoles, i.e. arising from an extension of Maxwell’s theory, the monopoles in
molecular theory are effective ones that emerge as a consequence of the adiabatic approximation.
The gauge theoretic approach also allows one to make connections with similar phenomena that
occur in other areas of physics, including quantum Hall physics and the appearance of anyons
in complex quantum systems. The gauge theory framework allows for a generalization of the
Hellmann-Feynman force which plays an important role in molecular dynamics simulations.
These forces arise from an effective scalar potential that describes the mean field induced by
the fast degrees of freedom, i.e. electrons. In the modern Born-Oppenheimer approximation the
vector potential leads to the appearance of effective Lorentz forces in addition to the traditional
Hellmann-Feynman force.

We provide a brief outline of this thesis, which has two components, below. In the first part we
review the traditional approach first advanced by Van Vleck, Kronig and others, of rovibrational
molecular structure theory. We then introduce the modern approach and compare and relate
the latter with the former. We make some suggestion for future investigations.

In Chapter 2 we review the traditional description of BO theory. Restricting the discussion to

2



homonuclear systems, we express the Hamiltonian in a molecular coordinate system and review
the BO separation of fast and slow degrees of freedom. In Chapter 3 we include the effects
of non-adiabatic couplings in the Hamiltonian for the diatom. In chapter 4 we separate the
angular and vibrational degrees of freedom, and show how inclusion of angular non-adiabatic
couplings leads to an effective Hamiltonian that is identical to that of a symmetric top. The
eigensolutions of the latter are obtained, and we illustrate how the rovibrational structure of
bound diatoms are modified by the inclusion of rotational non-adiabatic couplings. In section
4.3 we review the treatment of vibrational motion, and obtain analytic results by approximating
the BO eigenenergy with a Morse potential.

Chapter 5 introduces the second component of the thesis, in which we re-discuss the material
introduced in the previous chapters from a gauge theory point of view. We first give an overview
of general concepts, such as the notion of minimal coupling of a gauge field in the non-relativistic
Schrodinger equation, gauge transformations and gauge invariance. In Chapter 7 we review the
general quantum mechanical theory of magnetic monopoles. In section 7.1 we discuss the classic
Dirac monopole, and in section 7.2 we show how mathematical inconsistencies in the latter can
be resolved by employing a procedure introduced by T.T. Wu and C. N. Yang. We also discuss
the concept of a non-integrable phase factor in quantum mechanics. The latter was introduced
by Dirac in order to provide a deeper understanding of the nature and appearance of gauge
fields in quantum mechanics. In the same paper in which Dirac introduced the idea of a non-
integrable phase factor, he solved the quantum mechanical problem of a charged particle, an
electron, interacting with a magnetic monopole. The Dirac-Maxwell monopole is a theoretical
construct and searches in nature have so far been unsuccessful. Nevertheless the concept of
the magnetic monopole plays an important part in modern theoretical physics, and we show
in this thesis how effective, but not fundamental, magnetic monopoles do arise in molecular
physics. In Chapter 8 we show how non-adiabatic effects in the Modern Born-Oppenheimer
approximation manifest as the appearance of a gauge vector potential that describes a magnetic
monopole. We show how the angular momentum of the rotating nuclei are coupled with the
angular momentum contained in the static gauge field. The latter is shown to give rise to
rovibrational structure identical to that derived in the classic theory of Van Vleck, Rabi and
Kronig. We show how the induced gauge field gives rise to an effective, velocity-dependent,
Lorentz force. We speculate on the applicability of the gauge theoretic approach in a more

general context, and conclude with a summary of the thesis.
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Chapter 2
TRADITIONAL QUANTUM DESCRIPTION OF DIATOMIC
MOTION

The time-independent Schrodinger equation for a diatomic molecule is given by

H ¢y(R,z) = E' (R, x) (2.1)

where the wavefunction describing molecular motion is represented by ¥ (R, x). R represents
the coordinates of the nuclei and x represents the coordinates of the electrons. H’ is the

molecular Hamiltonian which is given by

H,:TN+T6+‘/6€+VNN+VN€ (22)

and E' is the total energy of the diatom which includes the kinetic energy of the center of mass
and all internal energies. The terms in the Hamiltonian are the nuclear kinetic energy, the elec-
tronic kinetic energy, the nuclear-nuclear Coulombic repulsion, the nuclear-electronic Coulombic
attraction and the electronic-electronic Coulombic repulsion potential energies respectively. We

shall be neglecting spin, relativistic effects and time dependence in our analysis.

2.1 MOLECULAR COORDINATE TRANSFORMATIONS FOR H,

The hydrogen molecule, Ho, is composed of 2 protons and 2 electrons. If spin and relativistic

effects are ignored, then the Hamiltonian describing the system is given by [63]

1 1
— _ 2.3
QMZ I + sz \a:l—scg\ ’Rl—R2| Z |RI—:IZ7;’ ( )
1,i=1,2

where Ry and Py are the conjugate position and momentum operators for the protons respec-
tively, and x; and p; are the corresponding operators for the electrons where 1,7 = 1,2. The
coordinates are defined with respect to a common origin in a space fixed frame. The masses

of the protons are denoted by M and m respectively. We will be using Hartree atomic units
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throughout except where we want to include some of the qualifying symbols in our calculations.

In this system of units [10]
e=m=h=4meg=1 and c¢=1/a=137.036 (2.4)

where « is the fine structure constant and M/m = 1836.15. We also will be suppressing the
convention of labeling an operator with a “hat” so that H — H. We want to perform a
coordinate transformation into a Jacobi coordinate system so that the Hamiltonian transforms
to H — H = Te+TxN+H ap where the three terms on the right hand side describe the motion of
the center of mass, the relative motion of the nuclei and the adiabatic Hamiltonian respectively.
In performing this transformation the dependence of the wavefuntion on the coordinates relative
to the space fixed frame will transform as ¢ (Ry, ;) — (Rc, R, ;) where R¢ is the coordinate
of the center of mass of the diatom, R is the relative separation of the nuclei, and r; is the
location of an electron with respect to the center of mass of the nuclei.

We will first transform the kinetic portion of the Hamiltonian

1 1
;o 2 2
Hg = =537 EI Vi 5 - E Vi, (2.5)

7

where we have made the substitution P — —iV g and p — —iV, and the differentiations are
performed in cartesian coordinates.

The equations we use for the transformation are [63]:

Center of mass of the molecule:

_ MZ]R[-FTTLZZ-CB,L'

Rc where Mg = 2(M + m). (2.6)
My
Center of mass of the nuclei:
M> Ry
Ry = =171 2.
N 2M 27)
Relative separation:
R=R; — R;. (2.8)



Location of the ith electron with respect to center of mass of the nuclei:
Ti — Ly — RN (29)

In order to begin the transformation procedure, we apply the chain rule to the gradient operator
for each of the coordinates to be transformed and then reapply this for the Laplacian. The
wavefunctions are all considered to be smooth and continuous functions so that there is no
difficulty in differentiation and that there is equality in mixed partials. An example of this

where we have chosen any one of the cartesian coordinates is

1
—valw(RI,Ti) =
1 [8Rc 0 OR 0 ory 0 Ory 0

oM 2 T 3r - T 3R A0 i) 2.1
50 | 9k, 9Re T 9ROk T oR o T OR, oy |V B BTE) (2.10)

This same procedure is to be repeated with regards to the coordinates R,r1, and ro and then

reapplied so that the Laplacian is derived. This leads to the following terms:

I 9 N 1 M N2 2 , Lo 1o
_2MVR1w(RI,n)— QM[(MT) VRC+VR+4VT1+4VT2
2M M M
_ VTVRC -Vp— EVRC -V + EVRC -V,
1
+Vgr-V, +Vr-V,, +§Vr1 -Vry|Yv(Re, R, 75), (2.11)
I 9 N 1 M N2 2 , Loo |-
o ViR ) == [(MT) Vhe + Vi+ V4 + V5
2M M M
+ ﬁTch : VR - EVRC : Vrl + EVRC . VTQ
1
—Vgr-V,, —Vp-V, + QVH . VTQ]T/J(R(;', R, r;), (2.12)
1 1 m 2 2m
_%V%ﬁ/}(RIari) = _% |:<]\4T> v%c + v$1 + VTVRC ’ VT1:|’¢(RC7R7 ri)a (213)
1 1 m 2 2m
—%V%MRI,”) = - [<MT> Vi, + Vi, + EVRC : Vrz]w(Rc,R, r;).  (2.14)



Combining (2.11),(2.12),(2.13), and (2.14) rearranging and simplifying the kinetic portion of

the Hamiltonian H}- transforms as

H%—)HK:—

1, 1 2
o Vet o, R+—Zv M(ZZ,:V”') ] (2.15)

where p = M /2 is the reduced mass of the nuclei. Using the coordinate transformations given

n (2.8)-(2.9) the potential of H' transforms as

1 1 1
+ -y 0 |y(Rnm
[331—332 |R1 — R 2 |RI—$i!]w( 1.74)

I,i=1,2
1 1 1

=t =Y ———=|U(Rc,R.;). 2.16
TR Emim]“ o Rors) (216)

Combining (2.15) with (2.16) gives
H=Tc+TNn+ Hap (2.17)

where
1 2
Ty = ——V2 (2.19)
N — 2,u R .
1 1 2 1 1 1

Hip=—— V- p—— V., _ — = _ 2.20
AD =50 2.V 4M<zi: ) =l TR Zi:|rij:R/2| (2:20)

Tc represents the kinetic energy of the diatom in free space and can be separated out of the

total energy of the diatom. This then gives

TN w(Rﬂ T) + HAD w(Rﬂ’) = ETP(RJ’) (2'21)

where F is the internal energy of the diatom. T represents the kinetic energy of the nuclei
in regards to their relative separation and Hap is the adiabatic Hamiltonian. (2.21) is the
time-independent Schrédinger equation for the molecule. The second term of H 4p is the mass
polarization and due to the factor M >> m, can usually be neglected. The remaining terms of

Hp can be written as in (2.2) so that

Hap =T+ Vee + Vn + Ve (2.22)
7



which represent the 1st, 3rd, 4th, and 5th terms in (2.20) respectively.

2.2 THE BORN-OPPENHEIMER APPROXIMATION AND THE
ADIABATIC HAMILTONIAN

It is impossible to obtain an analytic solution to the Schrodinger equation for a molecular
system of coupled nuclear and electronic motion. The standard method to turn this into a
tractable problem was done almost 80 years ago by Born and Oppenheimer [8].

The first step in this procedure is that the molecular wavefunction can be separated into nuclear

and electronic components. This is described by [9]

Y(R,7) =) ®u(R,7) Fu(R). (2.23)

The @, (R, r) are electronic wavefunctions which form a complete set of electronic eigenstates
for the adiabatic Hamiltonian for a given value of R and the F,,(R) are nuclear “wavefunctions”
which are the expansion coefficients describing the amplitude of nuclear motion [9, 10, 61]. In
an adiabatic treatment, the electronic motion is considered “fast” and the nuclear motion
“slow” [5]. The electronic wavefunction is a function of the coordinates of the electrons, r and
parametrically dependent on the internuclear separation vector, R. The internuclear separation
vector describes the separation of the nuclei and the orientation of the internuclear axis. It is
given by the coordinates R = (R, 6, ¢), thus the molecular wavefunction is dependent on all of
these coordinates [63].

The nuclear “wavefunction” is not a wavefunction in the typical quantum mechanical sense due
to how the basis functions are defined [5]. If we consider only a single state Born-Oppenheimer

state then this wavefunction can be written as [§]
Y(R,r) = P(R,r)F(R). (2.24)
Substitution of (2.24) into (2.21) gives

Tn ®(R,7)F(R) + Hap ®(R,7)F(R) = E®(R,r)F(R). (2.25)



Let’s expand the kinetic term of the adiabatic Hamiltonian.

1
V2®(R,r)F(R) = —5 ®(R,7)VZF(R) + (V:®(R,7))F(R) + 2V, (R, ) - VTF(R)]
(2.26)
Because the nuclear wavefunction is not dependent on electronic coordinates, V2F(R) and

V,.F(R) vanish and we are left with
VZ®(R,7)F(R) = (V}®(R,r))F(R) (2.27)

and (2.25) becomes

b

L (vi(m.)

- 5 VR(ERDPR) + |
Ve ®(R,7) + Vyn®(R, ) + Vi ®(R, r)} F(R)

— E®(R,r)F(R) (2.28)

where we explicitly show the kinetic energy operator for the nuclei. The term in brackets is the
adiabatic Hamiltonian.

The second step in the Born-Oppenheimer approximation is to solve the molecular Schrodinger
equation for a given value of R. If we imagine the nuclear motion of the molecule “frozen” in
space, then the value of R is constant which means that the kinetic energy operator acting on

the molecular wavefunction is zero. By applying this effect (2.28) becomes
1
—%V?@(R, r) 4 Vee®(R,7) + Van®(R,7) + VN.®(R, 7) = ¢(R) (R, T) (2.29)

which is a time-independent Schrodinger equation for the electrons in a given nuclear configu-
ration. As such it is an eigenvalue equation where €(R) is called the Born-Oppenheimer energy
and represents the energy of the electrons in this configuration and the electronic eigenstates
are the solutions to the equation. The nuclei are now moved an infinitesimal amount to a new
separation distance and again the electrons adjust to this new configuration. The step of solving
the electronic Schrédinger equation is repeated and a new eigenenergy is found. This process
is repeated in theory an infinite amount of times and as such the energy of the electrons as a

function of internuclear separation is found, €(R). The collection of all such curves is called



a potential energy surface. This is considered an adiabatic process as the eigenstates of the
electrons do not change under a slow variation of the internuclear separation [5, 7, 22]. In
the absence of external fields, the potential operators are only dependent on the internuclear
separation distance, R, and not the angular configuration (6, ¢) of the nuclei which is why e(R)
contains the scalar R [10]. The nuclear wavefunction was cancelled on both sides because the
potential energy operators return scalar values and do not operate explicitly on the nuclear
wavefunction.

The eigenenergy of the adiabatic Hamiltonian can now be substituted into (2.28) to give

—21MV2R(<I>(R, r)F(R)) + ¢(R) ®(R,7)F(R) = E®(R,7)F(R). (2.30)

In order to solve (2.30) for the nuclear wavefunction, the dependence on the electronic coor-
dinates r needs to be eliminated. This can be accomplished by left multiplying (2.30) by the
complex conjugate of the electronic wavefunction, ®*(R,r) and integrating over the electronic

coordinates. Then (2.30) becomes

21;1 /d3r<l>* (R,7)V%(®(R,7)F(R))

(R)/d3r<I> (R,7)®(R,7)F(R) = E/d3r d*(R,r)®(R,7)F(R). (2.31)

Since the electronic wavefunctions form a complete set of electronic eigenstates for the adiabatic

Hamiltonian, we can take them to be orthonormal so that [63]
/d3r d*(R,7)®(R,7) =1 (2.32)
and (2.31) simplifies to

_1M / &r & (R, r)V4(®(R,7)F(R)) + «(R) F(R) = EF(R). (2.33)

10



We will explicitly insert the nuclear kinetic energy operator into (2.33).
The Laplacian in spherical coordinates is given by !

s, 1 8,0 1 9 oy, O
VR= maR (R 8R) RZsin20 Slneae)(Slne ) 042 | (2.36)

The first term in the Laplacian is the radial component and the second term is the angular
component.
The angular component is the square of the nuclear angular momentum operator

1 0 0 ok
N? = e [smHaH(SlnH) &bz} (2.37)

Substituting (2.37) into (2.36) and then this into (2.33) gives

/d3r<1> (R, 7')[— ;R(RZ ;R) + Nﬂ (B(R,7)F(R)) + ¢(R) F(R) = EF(R). (2.38)

2uR?

The term in brackets, which is the nuclear kinetic energy operator, is still acting on the electronic
wavefunction.

The third step in the Born-Oppenheimer approximation uses the “fast” and “slow” adiabatic
motion of the electrons and nuclei [5, 8-10]. Due to the mass of the nuclei being on the order
of 10® times the mass of the electrons, the electrons are considered to adjust their postition

instantaneously with regards to the radial nuclear motion. As such (2.38) becomes

2;32[ ai{ (R2 aia) + / d’r ®*(R,7)N*®(R,7)|F(R) + ¢(R) F(R) = EF(R). (2.39)

The term

/ &r ®*(R,7)N?®(R, 1) (2.40)

is diagonal and doesn’t couple different Born-Oppenheimer electronic states in the single channel

Born-Oppenheimer approximation so is equivalent to IN 2, Eq. (2.39) is kept in this form

!There are three equivalent forms for the radial differential operator and two equivalent forms for the angular
differential operator of the Laplacian in spherical coordinates. These are given by

1 90/ ,0N_ 108 _ 9 290
wor\Bor) = moe®=am t wow (2:34)
and )
1 9 9 3 9
p 80(Sm0%) 202 —l—cotO% (2.35)

11



because in the next section we will relate the nuclear angular momentum to a combination of

total molecular angular momentum and electronic angular momentum, the projections of which

act on the electronic wavefunctions and modify the Born-Oppenheimer energy, ¢(R).

The equations (2.33) - (2.40) can be described in a slightly more transparent form. Expanding

(2.33) gives

1
2 / dr ®*(R, ) [(I)(R, r)VLF(R) + (V3®(R,7))F(R) +2V®(R,7) - VRF(R)

+e(R)F(R)=FEF(R). (2.41)

The third step of the Born-Oppenheimer approximation implies that the terms

—21M/d3r ®*(R,7)(V%®(R,7))F(R) and - ;/d%« d*(R,r)Vr®(R,7)- VRF(R)

(2.42)
are considered to be negligible and ignored. These terms couple electronic and nuclear motion
and are called the non-adiabatic coupling terms [11, 32]. Applying these approximations reduces

(2.41) to
_Qlﬂvg%p(R) +¢(R)F(R) = EF(R). (2.43)

This is now the Schrédinger equation for the nuclear wavefunction where €(R) is now an ef-
fective scalar potential due to the internuclear separation of the nuclei and the electron charge
distribution for this given configuraton. It gives rise to a force on the nuclei in the direction

along the axis of internuclear separation called the Hellman-Feynman force and is given by [24]

Fr=-VgeR). (2.44)
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Chapter 3
BORN OPPENHEIMER APPROXIMATION AND
NON-ADIABATIC COUPLING

For a more complete treatment of the Born-Oppenheimer approximation, the non-adiabatic
coupling of nuclear and electronic motion needs to be considered. These terms were neglected in
the third step of the Born-Oppenheimer approximation in (2.39)-(2.42). The inclusion of these
terms will lead to a modification of the Born-Oppenheimer energy, €¢(R) in (2.43) [16, 17, 32, 50].
From (2.39) we recall that the nuclear angular momentum operator acts on the electronic
wavefunctions. Also the electronic wavefunction is given by ®(R,r) where R = (R, 6, ¢) and
the energy is only dependent on the internuclear separation R. This means that the electronic
wavefunction is described by the orientation in space of the diatom. In the molecular motion we
are examining, we are assuming Hund’s case (d) [10, 33]. In this scheme the electronic angular
momentum, L, is not coupled to the internuclear axis, R, but is instead coupled to the nuclear

angular momentum, IV, to give the total angular momentum, J, so that

J=N+1L

or

N=J-L (3.1)

where IV is perpendicular to the internuclear axis from

N =R x P which leadsto N -R=0. (3.2)

We now briefly discuss some aspects of the electronic wavefunctions in an arbitrary orientation.

3.1 MOLECULAR FRAME

In an atomic system the electronic angular momentum, L2, commutes with the Hamiltonian.
The projection of the angular momentum along any one axis, usually chosen to be the z-axis,

also commutes with the Hamiltonian and the orbital angular momentum so that eigenfunctions
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describing the atom can be constructed and the energy levels of an atom found.

In a diatom the two-center Coulomb interaction breaks spherical symmetry and L? no longer
commutes with the electronic Hamiltonian, though the component of L along the internuclear
axis does. We can exploit the axial symmetry of the diatom to define a new coordinate frame.
In this frame, the internuclear axis can be chosen to be 2’ and the 2’ and 3y’ axes perpendicular
to this. We now briefly discuss rotations.

In order to describe the rotation of a 3-D Cartesian coordinate system or the rotation of a
3 dimensional body, Euler’s theorem needs to be used. This rotation operator can then then
describe any possible orientation of this object or coordinate system.

Euler’s Theorem: Every rotation R € SO(3) can be written as a product of three rotations
[35]

R(¢,0,x) = R-(¢)Ry(0)R=(x) (3-3)

where Ry, and R, are rotation operators around the original space fixed axes give by R;(a) =

e®Li. SO(3) represents the group of all 3 x 3 orthogonal matrices with real elements having
a determinant of 1. The angles ¢, 6, x are known as the Euler angles and are defined for the
ranges

0<¢,x<2m 0<0<T.

The rotation operator is given by

R(¢,0,x) = €7z vei (3.4)

which is a unitary transformation [35]. There are many such ways of defining the rotation
operator in terms of Euler angles. In terms of the Euler angles, the nuclear angular momentum

operator is given by

1 0 0 0? 0? 0?
N2 = - |sind (s ) + (55 + 5 ) — 200 . 3.5

SinZ 6 [Sm 26\ " 58) T\agz T ay2) ~ 7 54,2 (3:5)
If instead of rotating a 3-D frame, we want to examine the rotation of a single axis, all three of
the Euler angles are no longer required. This rotation can be parametrized in terms of the first
two Euler angles (6, ¢) by taking the internuclear axis of the diatomic molecule that has it’s

center of mass at the origin to be aligned along the z-axis of a space fixed frame, then rotate

14



this about the y-axis by the angle 6 followed by a rotation about the z-axis by the angle ¢.

Traditionally rotations from a lab frame into a molecular frame were done by calculating how
the coordinates transformed from one coordinate system to the other by using the chain rule
on the angular momentum operators in the Laplacian. Details of this method can be found in

various books on molecular mechanics, namely the references [10-12].

We will be using a method in our discussion that uses the rotation operator, which is a unitary
transformation and it’s effect on the electronic wavefunctions [5, 14, 35]. The rotation operator
in this case is given by the unitary transformation U = e'®Lz¢lve=i®L=  The first rotation
e~ L= doesn’t act on the diatom aligned along (0, ¢) but is included for computational purposes.
What this implies is that the rotation about the terms involving the derivatives of x are zero
in the lab frame and (3.5) reduces to (2.37).

Due to this axial symmetry, a projection of the angular momentum along the internuclear axis,
L, commutes with the adiabatic Hamiltonian, so that [Hap, L,/] = 0. It can be shown that in

the molecular frame that [11]

.0 .0
L, = —za and L, = 1371) (3.6)

from which the change in sign gives rise to the anomalous commutation relations [13, 20, 31, 50].

The azimuthal portion of the electronic wavefunction is of the form [10]
O(R,7) ox e (3.7)
and when (3.6) acts on (3.7) gives the eigenvalues ,

LZ/@(R,T):ML(I’(R,’I‘), MLZO,:El,:l:Q,...

—+A®(R,7), A=0,1,2,... (3.8)

and A = |Mp]|.

When the internuclear axis is along the z-axis, the adiabatic Hamiltonian in this specific con-
figuration is called the Born-Oppenheimer Hamiltonian and the electronic wavefunctions are
the Born-Oppenheimer wavefunctions, whereas they are called the adiabatic Hamiltonian and

wavefunctions respectively in any general orientation [61, 63, 64].
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The homonuclear diatom has a horizontal mirror plane passing through the center of mass of
the molecule An inversion of spatial coordinates across this mirror plane is parity inversion.
The parity operator acting on an eigenstate has the effect of multiplying the eigenstate by +1.
The molecular term symbol is then also denoted by the label, g or u respectively. This number
reflects whether the electronic wavefunction changes sign upon reflection through the mirror
plane [10]. If the angular momentum projection eigenvalue is A > 1, these states of identical

energy are called Lambda doublets.

3.2 NON-ADIABATIC CORRECTIONS

We are now in a position to re-examine (2.38) by taking into account the non-adiabatic coupling
of the electronic and nuclear motion.

The radial portion of (2.43) can be written as [11, 16, 17]

R 0 (9 0 _1/38<I>(R,r)2
2MR2/dr¢> (R,r)aR<R 8R)<I>(R,r)— 0] P “on (3.9)
or

1 [ 4 (0®(R,r)\* B(R)

QM/dT< SR > = (3.10)
where

B(R) = /d3r ((W)Q. (3.11)

The angular portion of (2.38) will be discussed below.

From (3.1) and (3.2) it can be seen that
Jo = L. (3.12)

This means that the projection of the total angular momentum along the internuclear axis
is the same as the projection of the electronic angular momentum along the same axis. In
the absence of external forces, the expectation values of the total angular momentum for the
molecular wavefunction, (R, r), as well as the projection of angular momentum along the

internuclear axis can be represented by

W (R, ) J* (R, 7)) = J(J + 1) (3.13)
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and

<¢*<R7 T)Jz w<R7T)> =M (3.14)

respectively as given in Eq. (1.3.6) of [33] where —J < M; < J. Applying (3.8) to the molecular

wavefunction ¢(R,r) gives [10]

L.oy(R,7) = F(R) L, ®(R, )

= £AY(R, 7). (3.15)
From (3.12) and (3.15), ¥(R,r) is also an eigenfunction of .J,/ so that

where J = [A|,|[A| + 1, |A[+2,....
Returning to the angular momentum component of the molecule (2.39) we can substitute into

this the square of (3.1) to give
/d3r d*(R,7)N*®(R,r)F(R) = /d3r ®*(R,7)(J* + L* —2J - L)®(R,r)F(R). (3.17)
The term in brackets on the right side of (3.17) can be rearranged by using (3.12) to give
JP+L*=2J L=J" L3+ L}, + L) —2JyLy —2JyLy. (3.18)

Using (3.13)-(3.16) and that the last two terms on the right of (3.18) are off diagonal terms

which disappear since they are being integrated over a single state

/ &r o*(R,7)N2®(R, r)F(R) = [J(J +1)— A2] F(R)

+ / d’r®*(R,v)(L% + L)) ®(R,r)F(R). (3.19)
We label the term [61]

Q*(R) = / d*r®*(R,7)(L% + L)) (R, 7) (3.20)
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so that (3.19) becomes
/d% ®*(R,r)N?®(R,7)F(R) = |J(J +1) — A + Q*(R)| F(R). (3.21)

The first term on the right hand side is the centrifugal barrier contribution to the potential due
to molecular rotation, the second term is a modification to the centrifugal potential, and third
term which is a function of R is a modification of the A term.

The molecular Schrodinger equation can finally be expressed as an eigenvalue equation describ-

ing nuclear motion by substituting (3.21) into (2.39).

[ L9 (R2i) J(J+1) = A+ O3 (R F(R)+&R)F(R)= EF(R)  (3.22)

"~ 2uR2O0R\" OR 2uR2

where

&(R) = e(R) + ——~ (3.23)

is the modified Born-Oppenheimer energy, the constituents of which are all for a given internu-
clear separation.
From (3.22) it can be seen that the Hamiltonian describing nuclear motion is

1 9/ , 0
Hy=——| - 2 (RRE) + 72 - A2+ 2 (R). 24
N 2uR2[ aR(R aR)-i—J + QX(R)| +&R) (3.24)

We have shown so far that the adiabatic Born-Oppenheimer approximation leads to an incom-
plete Hamiltonian for nuclear motion in a homo-nuclear diatom.The inclusion of non-adiabatic
coupling in the calculation of the nuclear Hamiltonian accounts for terms which modify the

Born-Oppenheimer energy and the centrifugal potential of the diatom.
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Chapter 4
SOLUTION OF THE NUCLEAR WAVEFUNCTION

4.1 SEPARATION OF RADIAL AND ANGULAR WAVEFUNCTIONS

We are now in a position to solve the wave equation for nuclear motion given by

MR? [ AR LR QQ(R)] n euﬂ F(R) = EF(R).  (41)

The nuclear wavefunction can be separated into radial and angular components given by the

ansatz

~ Eul®) ya 00) (12

F(R)
so that (4.1) becomes

1 & N J? — A2+ Q*(R)
2u dR? 2uR?

T e(z%)] Fi(R) Y\ (09) = EFN(R)YA(60).  (43)

The effect of the the % term puts the radial differential equation into standard form. The

separation of (4.3) into radial and angular components respectively becomes

[ L a2 A A

o ﬂdR2 +é(R) _E+€JM(R):| FJM(R) =0, (4.4)
L 2 _ A2 2 A A

[QMRQ [J - AT+ 0 (R)] - 6JM(R):| Y (0¢) = 0. (4.5)

where the rotational eigenvalue, ef}M(R), for a given J and A, is the separation constant.

The radial portion of the equation has a potential curve, é(R) that determines nuclear vibration.
This can be shown to be described by an anharmonic oscillator, the Morse potential, in the
presence of a centrifugal barrier with solutions given by the associated Laguerre polynomials
[33, 38, 40]. The Morse potential has a minimum at the equilibrium internuclear separation, R..
The rotational energy of (4.5) needs to be determined in order to solve (4.4). The rotational

solutions will be shown to be the Wigner functions [21, 33, 49].
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4.2 ANGULAR MOTION

4.2.1 SYMMETRIC TOP

The angular component of diatomic motion can be shown to be the wave equation of the
symmetric top which will allow us to find the solutions to (4.5). The following discussion shows
how the quantum mechanical symmetric top can be derived from the classical symmetric top.

The kinetic energy of a classical symmetric top is given by [21]

2 2
Tzl[pa ( cos® 6 1) 9 1 5 2cosf (4.6)

217, " \Isin2o " L/PX T T sin2e?? T Tpsin2 0P ePx

where the p; represent the generalized momenta with respect to the time derivatives of the

Euler angles, i.e. py = 9T and the angles 0, ¢, and x represent rotations about the space fixed

9%
r—, y—, and z—axes respectively.
In order to quantize this equation, [13, 21, 34, 43] and obtain the Schrodinger equation for the
symmetric top, the quantum mechanical transformation of momentum must be made py —
—i%. There is a problem with making this direct substitution into the above equation as the
generalized coordinates are defined in Cartesian coordinates and will lead to an incorrect form

of the Schrodinger equation . Podolsky showed that the correct transformation is given by the

“Podolsky trick”. The Hamiltonian transforms as [12, 41]

4 9

h? 0
H=_—— —-1/2 1/2 ‘
5 191 od

?’9’
where |g| = I1I5I3sin? @ and g% is a metric tensor of the moments of inertia expressed in terms
of Euler angles.

This then leads to the quantum mechanical transformation of the momentum in terms of Euler

angles as pé = —8‘9732, pi = —8‘9722, and pg = _Sillle% (sin 0%). Suppressing A we now have the
Schrodinger equation for a symmetric top
1 H? 0 I  cos?0\ 9?2 1 92 2cosf 0?2
- | = t 60— —= —_— Ox)=T 0
21 | 062 teo 00 + <Ig sin29) 0x? + sin? @ 0¢?  sin? 60 Opx? ¥(40x) ¥(90x)

(4.7)
where T is the rotational kinetic energy of the top and ¥ (@) is the wavefunction of the top

in the representation of the Euler angles.
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The wavefunction can be separated into components dependent on the Euler angles as
W(@0x) = dig(0)e’ MY, (4.8)

This substitution gives after applying the differential operators to the wavefunction

1 82 0 I  cos?f 9
[ s (B

(‘9«92 00 sin2 0

( — M? 4+ 2MA cos 9)} dl; A (0) EMETA0 Z T g (9) HMEEAO (4.9

sin? 6
The exponential functions cancel and we have after rearranging

I

1[o 9 1
B 182l a(0) = T df 0(0)

- — — —— (M?* —2MAcosf + A% cos? 0
o1, | 5 ~ g | 000+ A cos™6) -

(4.10)
Using A2 cos? = A2 — A2%sin? 6
1 [ 0* o) 1

I
A +cot 80— _T(M —2MACOS(9+A2)+A2 !
1

—A?|dy =Td] 4.11
062 00 sin’0 Is ]dM,A(e) dya(0) (4.11)

or after rearranging

+cot 0 —

0? ) 1
| 992 90 sinZ

I
(M2—2MA COSG—{—AQ)} A (0) = [QTIH-AQ—IIAQ] dfra(0). (4.12)
3

4.2.2 MOLECULAR ANGULAR MOMENTUM

The angular function given by

Y (09) = diA(0)e™? (4.13)

is also an eigenfunction for the molecular angular momentum operator, J2, for a given value of

A where [10, 33] !

J? = —ﬁ [81110869(511106) <8d> zAcosG) ] (4.14)

1(4.13) and (4.14) are the same as (4.8) and (3.5) respectively after applying the differential operator a—ax.

21



Applying (4.14) to (4.13) gives the total molecular angular momentum eigenvalue, J(J + 1) as

0? 0 1
~|5gz T ot075 m(m — 2MAcosf + AQ)}d;{M(G) = J(J+1)dya(0).  (4.15)

A comparison (4.12) of (4.15) shows an equality between the eigenvalues of the symmetric top

and the molecular angular momentum gives

I
2T T) + A% — I—1A2 =J(J+1) (4.16)
3

which can be rearranged for the symmetric top energy, T’

J(J+1)— A2 A2

T = —.
20 * 213

(4.17)

If we now choose the molecule to be at the equilibrium distance, R, we can make the substitution

[61]

1 1 1
o where — (4.18)

B =
2[1 QMRg

We can now compare the energy of the symmetric top, 7" in (4.17) and the energy eigenvalues

for the nuclear motion, €%},,(R) which gives [33, 49, 61]

Ay (R) =B [J(J 1) - A2(1 - 113)] : (4.19)
2
b
(R =B [J(J 1) — A2 (1 - Q?(Re))] (4.20)

It can be seen from (4.19) that the effect of the Lambda doublets, A? is to decrease the rotational
energy of the diatom. The effect of Q?(R.), which from (3.20) represents the motion of the
electrons parallel to the 2’-axis, increases the the rotational energy of the diatom which thus

reduces the effect of the Lambda term. We can then write (4.19) as

edy(R)=B|J(J+1)—A?| where A2 <AZ (4.21)

22



The solution to the nuclear rotational wave equation (4.5), the Y2,,(6¢) = dJM7 A(0)eM? where
the d& A(0) are found to be the Wigner functions which can be written in terms of the hyperge-

ometric functions. These solutions can be found in [10, 33] or in texts on mathematical physics

[1].

4.3 RADIAL MOTION

The radial motion of the diatoms is determined by the Born-Oppenheimer potential, é(R).
There are many potential curves that can be fit to this potential which has the overall shape
of an anharmonic oscillator. References to various potentials can be found in [33]. At low
vibrational energies, the potential can often be approximated by a harmonic oscillator, but
this becomes less realistic as the vibrational energy increases. The harmonic oscillator doesn’t
take into account the Coulombic repulsion approaching infinity as the nuclear separation ap-
proaches zero or the molecule dissociating into two atoms as the nuclear separation increases. A
potential commonly used that gives an accurate representation of diatomic vibrational motion
is the Morse potential [38]. The solution by Morse was done not taking rotational motion into
account, so that J = 0. This solution was expanded on by Pekeris to include rotational motion
for J > 1. We will give a solution to the vibrational energy levels by approximating the Morse
potential as a harmonic oscillator and apply a time-independent non-degenerate pertubation
to it. In Appendix A we elaborate on a detailed derivation of Morse’s analysis. In Appendix
B we outline the method of Pekeris and in Appendix C proceed with a perturbation treatment

of the former.

4.3.1 APPROXIMATING THE MORSE POTENTIAL AS A
HARMONIC OSCILLATOR

A solution can now be obtained for (4.4) now that the energy for the rotational eigenvalues,
e’/ (R), has been found in (4.21). In this case we have J = 0, and since J > |A|, then

Xy (R) = 0. The form of the Morse potential is given by [38]

&(R) = Weoq + D [1 — e Plr=re)]? (4.22)
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where W, is the energy of the potential at the equilibrium separation distance, R = R, D
is dissociation energy of the diatom and § is a force constant similar to that in a harmonic
oscillator [10]. We will take the equilibrium energy We, to be zero so that (4.4) becomes after

the substitutions given above

1 d?

—gpam P [1— e PE=R12 _ B FA(R) = 0. (4.23)

A Taylor series expansion of the Morse potential keeping the first two non-vanishing terms gives
é(R) ~ B*(R— R.)* — B*(R— R.)>. (4.24)
The harmonic oscillator solution to (4.23) is given by using the first term in (4.24). The

Hamiltonian for this case is given by

1 d?
H=-———+DB*R-R.)>~ 4.2
2MdR2+ B(R— R.) (4.25)

The general case for a quantum mechanical harmonic oscillator is given by

gL @ + 1/<:(R— R.)? (4.26)
 2udR? 2 © '

where the angular frequency is w = \/% Comparing (4.25) and (4.26) we see that k = 2Dj3?

_ [2Dp?
w=y = (4.27)

The vibrational energy eigenvalues, F,, for the harmonic oscillator approximation for

thus

1 d?

- 5n 12D (R~ R.)? — Eu}pr(R) =0, v=0,1,2... (4.28)

where v are the vibrational level quantum numbers are given by [10]

1
El,:w<u+§), v =0,1,2,... (4.29)
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The vibrational wavefunctions, F'4y,(R),, are given by [10]

(07

1/2 ,
—a’R?/2
— ) e H,(aR) (4.30)

P, =

where o = (2uDB%)'/* and H, («R) are the Hermite polynomials given by [1]

.2
2d¥e™”

z) = (—1)"e®
Ho(o) = (-1 T

r = aR. (4.31)

4.3.2 APPLICATION OF A PERTURBATION TO THE HARMONIC
OSCILLATOR APPROXIMATION
As discussed earlier the harmonic oscillator only gives good approximations to the vibrational
eigenenergies for low quantum numbers. Born-Oppenheimer energies for bound diatoms exhibit
anharmonicity for larger values of vibrational quantum numbers, and a more accurate treatment
can be realized by applying a perturbation to the harmonic oscillator. The full steps can be
found in Appendix A and we will present the results here. If we use the expansion given in

(4.24) and treat the third order term as a perturbation, we have the energy eigenvalues given

by [47]

O + Y I

E,~ E© 4 <n

(4.32)

After applying raising and lowering operators to the vibrational energy eigenstates, then (4.32)

becomes

om0 (MDY

0 0 0 0
EY)y - EY EY), - EY
1Bn+3)/(n+ D|? |Vt Dn+2)(n+3)|
t ORE= R 0 0 : (4.33)
Enfl - En En73 — En
Simplifying this becomes
1 w? 115 N2 7
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4.3.3 MORSE POTENTIAL FOR J =0

Morse obtained an analytical solution to (4.23) [38]. The steps to solving the eigenvalues are

given in Appendix B. The eigenvalues to this equation are given by
132
E,,zw(y—i—f)—w—(l/—i—f) . (4.35)

The wavefunction solutions are given by the associated Laguerre polynomials [33, 38]which can
be found in texts on mathematical physics [1].

A comparison of (4.29) and (4.34) shows that the application of a perturbation to the harmonic
oscillator has added a term which creates an anharmonicity in the eigenenergies. Namely the
spacing between energy levels decreases as the vibrational quantum number increases. This
anharmonicity is inherent in the vibrational eigenvalues of the Morse potential and it can
be seen in a comparison of (4.34) and (4.35), that the constant term in (4.34) becomes less

significant at higher vibrational quantum numbers.

4.3.4 MORSE POTENTIAL FOR J #0

Pekeris obtained a solution to the nucelar Schrédinger equation with non-zero angular momen-

tum [40]. The results of this are in Appendix C. We state the eigenvalue solutions here

2
EZ’J = w<v+1> _xw(w;) +B[J(J+1) = A’ ]+ D[J*(J+1) = A —a(v+1/2)J(J +1)

2
(4.36)

The wavefunction solutions are given by the associated Laguerre polynomials [33, 40] which can

be found in texts on mathematical physics [1].
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Chapter 5
GAUGE THEORIES

5.1 INTRODUCTION TO GAUGE THEORIES

We will now review how the Maxwell field couples to charged particles in the non-relativistic
Schrodinger equation . In modern terminology, the latter describes a gauge theory and here we
give a brief review of important concepts in an Abelian gauge theory. We will then apply these
concepts to our discussion of molecular structure.

Gauge theory was initially developed by Weyl in 1918 in an attempt to explain that the mag-
nitude of physical measurements at specific space-time points are relative and not absolute.
The relation of this change in scale was called gauge invariance. With the development of
modern quantum mechanics in the mid 1920’s, it was realized by Weyl, Fock, London and later
expanded upon by Dirac [18, 52] that instead of a relation of scale between space-time points,
this could reflect a change in the phase of the wavefunction. The vector potential A(R) was
realized to be a gauge potential which connected the phases of different points. In Dirac’s 1931
paper, he used this idea to define magnetic monopoles in order to quantize electric charge.
The Hamiltonian determining the behaviour of the wavefunction in the Schrodinger equation
must also be invariant under specific gauge transformations, namely simultaneous gauge trans-

formations of the matter and gauge fields [5]. These transformations will be discussed below.

5.2 GAUGE TRANSFORMATIONS

The electromagnetic gauge theory is called an Abelian gauge theory [5]. This means that the
gauge functions are composed of 1 x 1 matrices, or scalars and the gauge potential is a vector.
Electromagnetism is then called the U(1) gauge group [5, 27, 37].

The matter field, or wavefunction transforms under a unitary transformation. This transfor-
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mation is a phase shift, or a rotation in the complex plane. This can be shown as
F(R) = F'(R) = ¢ "® F(R) (5.1)

where F(R) and F'(R) both have the same normalization [18] and A(R) is the gauge function.
The transformation needs to be unitary so that the norm of the wavefunction remains unchanged
under this transformation [18, 44]. The gauge function is in general a function of space and
time, but since we are considering a time independent Hamiltonian, we will label A(R) as a
function of position only.

The gauge field, or vector potential transforms in general as
A A =UvAU ' +iUuvU™! (5.2)
where the gauge transformations U and U~! are respectively given by
U=e? B and U=l =e B, (5.3)

In the U(1) case which is Abelian, U and U~! are scalars and so commute with A so that (5.2)
becomes

A— A =A+iUVU L (5.4)

Inserting (5.3) into (5.4) and (5.4) finally becomes
A— A =A+V) (5.5)

which is the gauge transformation seen in electromagnetic textbooks [30]. Thus the gradient of
the gauge function is the electromagnetic vector potential.

The gauge transformation for the potential is generally given by a four-vector since the scalar
potential V(R) is the temporal component of the electromagnetic field and the gauge function
is generally a function of time. Since we are considering the time independent case, the scalar
potential transforms as

e(R) = € (R) = ¢(R) (5.6)
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and so is unchanged.
The elements of the gauge transformations are then given by (5.1) and (5.5).
The gauge transformations are required because the electromagnetic potentials are not unique,
however the choice of gauge should not effect the observable fields, E(R) and B(R). We can
show how the magnetic field is invariant under a gauge transformation. Maxwell’s equations
give us that [46]

V.-B=0. (5.7)

This is shown more clearly because the magnetic field arises from a vector potential
B=V x A. (5.8)

So that
V-VxA=0 (5.9)

which is known from vector calculus identities. The curl of the gradient of a scalar function is
Z€ero.

V x VAR) =0 (5.10)

where A(R) is the gauge function. The magnetic field is invariant under this transformation as
can be shown. Let

A— A=A+ VAR). (5.11)

Taking the curl gives

B =VxA =VxA+V xVAR)=B. (5.12)

5.3 INVARIANCE OF THE SCHRODINGER EQUATION

The electromagnetic potentials define the fields, but gauge theory also determines the inter-
action between the electromagnetic field and an electric charge [46]. This interaction should
be invariant under the gauge transformations so that the expectation values of position and
momentum do not change. This is not the case for the canonical momentum. The canonical

momentum, p = —iV in the standard Schrédinger equation H = ipZ needs to be replaced
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by the operator in the minimally coupled Hamiltonian. This term is called the kinematical
momentum defined as [44]

II=p- A. (5.13)
Inserting (5.13) into the Hamiltonian for the nuclear Schrédinger equation gives

H= 21MH2 + €(R). (5.14)
Noting that p = —iV, (5.13) can be written as
II=—-iV—-A(R)=—-i(V—-iA(R)) (5.15)
where the gauge covariant derivative is defined as [15]
D=V -iA(R). (5.16)
Eq. (5.15) has the commutation relation [15]
[Dj, Dy] = —i(0; A — O Aj) = —i€jp B. (5.17)
There are also the commutation relations ! [15]

[Rj, Rk] =0 and [Rj, Dk] = zéyk (518)

The gauge covariant derivative can now be used to write the Born-Oppenheimer equation (5.30),

in a form invariant (covariant) way [64]. Inserting (5.16) into (5.30) gives

_21MD.DF(R)+€(R)F(R) — EF(R). (5.19)

It can be shown that the form of (5.19) is invariant under the transformations (5.1) and (5.5)
and that the gauge covariant derivatives (5.16) transform like the wavefunction ¢f. (5.1) under
the same transformations [5]. In general the gauge potential is written as a four-vector given

by A* = (€, A) where € is the 0" component. Then the commutator of the gauge covariant

1 . . ;
In a cartesian coordinate system A; = A’
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derivatives give

[D,,D,] = —i (8, A, — 8, A,) =i F,, (5.20)

where F), , is the electromagnetic field strength tensor for the electromagnetic fields [26]

E:—VAQ—aoA, B =V x A. (5.21)

5.4 GAUGE THEORY OF NON-ADIABATIC COUPLING TERMS

We are now in want to examine the treatment of diatomic motion using gauge theory. The
application of gauge theory to the motion of diatoms was first done by Moody, Shapere, and
Wilczek [37]. This technique was expanded upon in [29, 61, 64]. In this section we want to
show that (2.38) can be written in terms of gauge potentials.

We now return to (2.33) examine the non-adiabatic coupling terms using gauge theory. Ex-

panding out the first term in (2.33) gives

o [VE )+ ([ @ (R he(r) PR

+ 2(/ &*r (R, 7)V (R, r)) : VRF(R)] +¢(R)F(R) = EF(R). (5.22)
We now make the following definitions [64]
A(R) = z/ dr ®*(R,7)VR®(R,T) (5.23)

and

B(R) = — / dr ®* (R, r)V1D(R, 7). (5.24)
Substituting these into (5.22) and rearranging gives
—21M Vh ~2A(R)- Vi~ B(R)|F(R) + (R) F(R) = EF(R). (5.25)
Using the identity [64]

k
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or

Bij(R) =) Air- Agj+ A - Ayj +iV - Ay (5.26)
kA1

Using the single electronic state where ¢ = j = 1 this becomes

B(R)=A-A+iV-A+> Ay Ap. (5.27)
k1

Substituting (5.27) into (5.25) and rearranging gives

_;M[v%z —iVr-A(R)—2A(R)-Vi— A(R) - A(R)}F(R) (R F(R)
+ Qi S (A Aw) F(R) = EF(R).  (5.28)
P A

Lets expand the following
[Vir—iA(R)]°F(R) = [V% —iVr-A(R) - 2iA-V— A(R)- A(R)| F(R)  (5.29)

which is what we have in (5.28) such that (5.28) becomes

_21u [V —iA(R)]* F(R) +&R) F(R) = E F(R) (5.30)
where [37]
(R) = «(R)F(R)+ 5 Y (AR}~ A(R)) F(R). (5.31)
k#1

So we see that by including the non-adiabatic coupling terms the Schrodinger equation has taken
on a gauge potential that now acts on the nuclei and the electric potential is now modified by a
scalar term from the vector potential. We will show in sections 8.1 and 8.2 that the traditional

non-adiabatic coupling terms arise out of the gauge fields present in a rotating diatom.
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Chapter 6
MAGNETIC MONOPOLES IN DIATOMS

6.1 ROTATION OF THE ELECTRONIC WAVEFUNCTIONS

In chapter 3.1, we described the orientation of a diatomic molecule and how its related to
the Euler angles. In this chapter we will describe how the electronic wavefunctions transform
under these rotations. We shall label the the electronic wavefunction by their eigenstates in
this chapter. The eigenstates are labeled by the value of their electronic angular momentum
projection on the internuclear axis of the diatom, A [61]. In |£®A(0,¢)) the notation (0, ¢)
represents that until a rotation about 6 occurs ¢ can take on all possible values. The symbol

+® represents whether A is £ [61]. This can be shown as [3, 5, 61]
[£@A(0,9)) = Uy [£@4(0,0)) = eF=ePve 0= |20, (0, 9)) (6.1)

and also

(£PA(0,9)| = (£PA(0,0)| UL" = (£04(0, ¢)| "Lz 710 ve =10k (6.2)

This rotation describes all possible orientations of the molecule uniquely except at the angle
0 = . A different transformation can be used to uniquely describe all orientations except those

given for § = 0 [3, 5]. This is
DA (0, 9)) = U_ [£8A(0,¢)) = eL=eLvei®t= | LB (0, ¢)) (6.3)

with
(£PA(0,9) = (£0A(0,8)| UZ" = (£04(0,¢)| e F=e hvemi0h=, (6.4)

The states described by |£®P4(0,¢)) are called the electronic Born-Oppenheimer eigenstates
and the states given by |£P, (6, ¢)) are called the electronic adiabatic eigenstates [61]. We will
denote the regions where (6.1) and (6.2) hold as R, and where (6.3) and (6.4) hold as R_.
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6.2 MAGNETIC MONOPOLE FIELD FROM A GAUGE POTENTIAL

We want to now see what form the gauge potential, A(R) that was defined in (5.23) and
emerged in the molecular Hamiltonian, (5.30) and (5.31) takes by transforming it from a space
fixed frame to a body fixed frame for an arbitrary orientation. After doing this we can see the

effect this has on the adiabatic eigenstates with eigenvalues +A [37, 61]. Thus we transform
A(R) =i (£05(0,9)| UV zU [£04(0,9)) — i (£@(0,0)] Vi [£Da(0,0)).  (65)

Expanding out (6.5) we have

00
R0
¢ 0
Rsinf 0¢ =

A(R) =i (£P4(0, )\R H:(I)A(a ¢)) + i (£PA(0,8)] 555 1EPA(0, 9))

+i (£PA(0, 9)] r(0,0)).  (6.6)

We can now see how each of the components of A(R) act under the unitary transformations.

In the following calculations we will use the Baker-Campbell-Hausdorff relation.
dots Mol = Ly g 0 L (VI [, L+ (P, [ [, Talll + - (67)
Eq. (6.7) along with the angular momentum commutation relations [35]
[Lj, Ly] = iejlel and using the complex conjugate

gives the identity

eFiaLi/hL oFioLi/h — (cos o)Ly, + €53 (sin o) L. (6.8)

For R.:

(A0, ) 5 £O0,0)) = (204 (0,0)] Phe e 0he T ke 0 0L 1, (0, )

(000, 0)| A [£0A(0, 6)) = i {(£0A(0, 0)| T [+ (0,0)). (69)

34



[wa}

i (£P(0, 0) 889 |£®A (0, 0)) =i (£P2(0,0)| eiﬂz@—i“ye—mzgeemz@”%—% |£® (0, ¢))
—(£@A(0,9)] €= Lye ™= |£@4 (0, 9))

i (E0A(0.0)] o [£00(0,0)) = — (£0r(0,)| L, coso + Ly sin 6 [£24 (0, 6)). (6.10)

~

o

i 9 ; i —i —i 9 i —i
i (£®A(6,0) @&@Aw,cé»:z<i<I>A<0,¢>re¢LZe OLyiole — cioLeeiflyo=iols | £, (0, ¢))

¢
= — (£0A(0,0)| e PPze Py L e ve ™00 — [, |+ (0, 9))

— (£®4 (0, )| L=(L, cos 6 + Ly sinf)e 9F= — L, |+£P4(0, ¢))
— (£PA(0,¢)| Lycosd — L, + Ly sinfcos¢ — L, sinfsin ¢ | =P (0, ¢))
z‘<i¢A<9,¢>\%|i¢A<e,¢>>=<1—cos0><ﬂ>A< &)| L. [£04(0,9))

+ (£PA(0,¢)| Lysinfsin ¢ — Ly sinf cos ¢ [P (0, 9)) . (6.11)

Now combining (6.9), (6.10), and (6.11) into (6.6) we get

~

A(R)y = iR {00 (0,0)| T 1£80(0,0)) — & (£0(0,0)] Ly cos 6 + Ly sin [£84(0,6))

¢(1 — cos0)
* R sin@

~

¢

(£PA(0,0)| Lz [£PA(0, ¢)) + 7

(£PA(0,¢)| Lysing — Ly cos ¢ |[£PA(0, ¢)) .

(6.12)

The gauge potential A(R) has been rotated into a body fixed orientation but given in terms
of the Born-Oppenheimer eigenstates. As was stated in 3.1, the projection of the molecular
electronic angular momentum along the internuclear axis is given by L,/. Since we have managed
to transform A(R) into an arbitrary orientation but given in terms of wavefunctions relative
to z, we have from (3.8)

L. [£84(0,6)) = +A |£2,(0,9)). (6.13)

Terms can be eliminated in (6.12) by using the raising/lowering operators on the Born-Oppenheimer

states. The operators L, and L, can be given in terms of raising/lowering operators as [35]

1

L, = 7L +L.) and L,=-——

(Ly—L_). (6.14)

g
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Using [35]

Ly [£@4(0,¢)) o< [£Pa+1(0, 9)) (6.15)

we can see that the act of the rasing/lowering operators is change the state described by the
quantum number A by +1. However using the fact that the states are orthogonal and that
the difference in quantum number between any two doublet states is given by 2|A| means that
terms involving L, and L, in (6.12) can be eliminated.

This then reduces (6.12) to

d A (1 —cosb)

A 0
A =R (+® — |£P 1
(R) = iR (£5(0,0) - [£02(0,0) + T2 =5 (6.16)
The radial portion of A(R) can be removed through the gauge transformation (5.2).
A— A =UTAU +iU'VU. (6.17)

Let U, U~! and A(R) be given by

U = exp [2 /RA(R’) 'dR’] , U™t =exp [—i /RA(R/)-dR'} and A(R)=iR f(R)

(6.18)
respectively.
Then
UTAU =iRUf(R)U (6.19)
and VRU =i A(R)U — —R f(R) U so that
iU'VU = —iRUf(R)U. (6.20)

Adding (6.19) and (6.20) gives zero and the radial portion of the vector potential has been

gauged away. Thus (6.16) becomes

AR 21
(R)+ Rsinf (6.21)
A similar calculation for R_ will show that
¢ A(—1—cosb)
AR)_ = 6.22
(R) Rsin6 ( )



Taking the curl of A(R); and A(R)_ in the respective regions gives a magnetic monopole of

strength |A]

~

R
VxAi=B=Ar. (6.23)

This is the key result from our analysis. We have shown the vector potential that arises
from the adiabatic coupling of electronic and nuclear motion in the modern Born-Oppenheimer
approximation, given by (5.23) is non-trivial. We were not able to gauge the potential away
and taking the curl of this potential gives a non-zero magnetic field. We will see in the Chapter
7 that this gauge potential is the same as that from a Dirac or a Wu and Yang monopole. In
Chapter 8 we will show that this vector potential applied to the modern Born-Oppenheimer

approximation gives the same Hamiltonian as that described by the traditional method.
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Chapter 7
MAGNETIC MONOPOLES

Magnetic monopoles had been discussed in a classical context before Dirac’s 1931 paper, notably
by Poincaré [42, 46]. In 1931 Dirac published the first paper on magnetic monopoles in quantum
theory. In his paper monopoles were thought of point charges like an electric charge, however
there was one significant difference. Unlike a point electric charge, there is a singularity along
the semi-infinite z axis which can be described as an infinitely thin solenoid that has the
property of returning a magnetic flux to the monopole so that the total magnetic flux is zero.
This singularity is known as the Dirac string. This extra piece satisfies Maxwell’s equation
V - B = 0. The presence of the string was reconciled by allowing it to be rotated to any
other position with the assumption being made that all possible configurations were equally
likely. This led to the string as being seen as an unphysical construct and the magnetic field
of the string as not real [46, 51]. However in the Wu and Yang monopole formalism,[53, 60]
they allow the magnetic monopole to have a magnetic flux of 4wg where ¢ is the charge of
the monopole. We will call Wu and Yang as Wu-Yang. In the introduction to Dirac’s 1931
paper he comments on how the advancement of physical theories would need to rely on the
advancement of mathematical progress and the ability to relate the two. This indeed turned
out to be the case in this very paper as the mathematics of differential geometry progressed
and connections were made between gauge theories and differential geometry. In the field of

magnetic monopoles, Wu-Yang made this connection in a series of papers [53-59].

7.1 DIRAC MONOPOLES

As was discussed earlier, Maxwell’s equations tell us that the divergence of the magnetic field
is zero, or V - B = 0. If the assumption is made that magnetic monopoles exist, then it is
expected that they will behave like a point charge with a “Coulombic” magnetic field. The

magnetic field of a monopole is then given by

B=g—; (7.1)
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which satisfies B = V x A so that V-V x A = 0. This holds as long as the origin is excluded

but it is singular at R = 0. Using the divergence theorem, we have

R R
V-B:/V~g:g}£-d0':4ﬂ'g:q>m. (7.2)
/V v R? s R?

This then means that V-B = 47 g §3(R) which is a contradiction to the divergenceless magnetic
field given by Maxwell’s equation. It is Dirac’s string that reconciles this by allowing for a return
magnetic flux along an infinitely thin solenoid into the monopole so that the net flux out of
the monopole is zero [18, 19]. Dirac defines the vector potential of a monopole in spherical
coordinates as being given by [18]

A= ""tan—¢. (7.3)

(7.4)

As was discussed in the previous chapter, the vector potential is the gradient of the gauge

function, and in this case the vector potential can be written as [46]
A=—g(1+cosf)Vo=(1+cos) U 'VU where U=e 99 (7.5)

There is a problem in this definition of the vector potential as it is singular along the negative
z-axis. As such, we will denote A as A, to mean an exclusion of the negative z-axis. Taking

the curl of this equation over all space excluding the negative z-axis gives

~

R

The middle term satisfies the condition that V-V x A = 0 but the right hand term is given by

V - B = 41g6®(R). Because the vector potential has a singularity along the along the negative

z-axis, it is a distribution and as such the curl of A is correctly given by [6, 51]

R gO(—2)d8(x)d(y)k (7.7)

VXA+:gﬁ
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where ©(z) is the unit step function defined by ©(z) =1 for z > 0 and ©(z) = 0 for z < 0. The

condition satisfying Maxwell’s equation has now been met that
V- B=V-VxA, =0 (7.8)
which gives

o= /B ~do = /911:2 -do + /47rg@(—z)5(x)5(y)f< ~do =4mrg —4mg =0 (7.9)

and the magnetic field is now fluxless and Maxwell’s equation is satisfied.
As was discussed in the previous section the vector potential is not unique and can be trans-
formed as

Ay 5 AL +iUT'VU = AL + V) (7.10)

depending on the sign of the gauge function. This allows the string singularity to be rotated
to another position. An example of this is the gauge U = e%*#? with the gauge function being

given by A = 2g¢. Substituting this into (7.10) we get

(1 —cos®) 4 2g

B (=1 —cos#) 4
sin 6 Rsin6

b9
b=5—mg (7.11)

A, = A_:A+—V2g¢:g

This now describes a vector potential that is singular along the positive z-axis. Taking the curl
of this equation gives

~

R
VXAfzgﬁ

— 4mgO(2)d(2)d(y)k. (7.12)
A similar calculation to the one done above shows that integrating this vector potential again
leads to a fluxless magnetic field.

The discussion above shows that there is no global vector potential that uniquely describes the
magnetic field of a monopole and two different vector potentials are required to give a magnetic
monopole. Dirac explained the rotational invariance of the string by using “Dirac’s veto” which
states that the trajectory of an electrically charged particle must never cross the string, i.e. its
wavefunction vanishes there [18, 19, 23].

There is another gauge transformation that can be used which splits the string singularity into

two strings and as such the vector potential is singular along the entire z-axis. This gauge

was due to Schwinger [45] who thought it was better suited to quantum field theory [46, 60].
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Consider the gauge U = ¢"*?. Then

1 —-cosB) ~
Ay Ap=a, v = S0y

7.2 WU-YANG MONOPOLES

In the Wu-Yang version of magnetic monopoles [53, 54, 56, 56-59], a different mathematical
approach (possibly even more physically realistic) is employed in order to remove the string of
singularities that plagued the Dirac version of monopoles. Wu and Yang were able to make the
connection between the physics of gauge fields and the mathematics of differential geometry.
This advancement in mathematics and it’s connection to physics is exactly what Dirac had
predicted would be needed in order to explain more phenomena [18].
The Wu-Yang formalism to describe the the magnetic monopole is to reconsider the idea of
the wavefunction and instead consider it a wave section [53]. Instead of trying to consider one
wavefunction to describe the monopole, the space surrounding it is divided into two sections.
Each section has a differing wave section for the monopole, but in a region of overlap between
these two sections they are related through a gauge transformation. The space that a given
section occupies is singularity free. Thus instead of trying to find one vector potential for the
entire monopole, one is found in each section, the curl of which gives the correct description
for the magnetic field of a monopole. Starting again with the magnetic field of the monopole
given by

B=Z2R (7.14)

and it’s divergence V - B = 41gd®(R). We have the same situation described in the discussion
on Dirac monopoles where the monopole has a flux of ®,, = 47rg. In the Wu-Yang version of
the monopole, Yang states that the correct version of the monopole does have a flux, and is not
fluxless as described by Maxwell’s equations [51, 59, 60].

In order to arrive at this condition for the monopole, the space surrounding it is divided into two
spaces, each a semi-spherical surface with a common region of overlap. The vector potentials

given in each region are defined by

A+:[Wp and A:[W]¢ (7.15)
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where the sections are given by

A € 0<0<7m—e¢,

A € e<b<m (7.16)

The two surfaces overlap where € < § < m — € which can be minimized with the overlap along
the equator of m/2 — 6 < 0 < 7/2+ § and @ is the polar angle. It is to be noted that these are
the same vector potentials that are described in the previous section under Dirac’s monopole.
As such you get the flux that you would expect from a point magnetic charge without a string

of returning magnetic flux. The total flux through a surface is then
/B-da—/V><A~d0'—/V><A+-d0'++V><A_-d0'_—47rg (7.17)

where the vector potential has been split into it’s two components and integrated over the

respective surface. An application of Stokes’ Theorem gives
/V XAy -doy +V XA_-do_ —]é Ay -dly +A_-dl_ =4ng (7.18)
C

where C is the closed curve bordering the surface. The standard orientation convention is
observed so the right hand rule determines the direction of the outward normal. As such the
upper and lower surfaces integrate in opposite directions. Thus the dl’s of the two surfaces are

of opposite sign and we can rewrite the above equation as

7{ (Ay —A_)-dly =4ng (7.19)
(&

by the assumption that the flux is non-zero. Since the same curve is being integrated over with
different vector potentials, a gauge transformation is needed between A, and A_ along the

overlap. This can be given by,

Ay - A_=A, +iU'VU (7.20)
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where U = €%4¢ is the gauge and the transition function is given by A(r) = 2iu¢. Inserting
this into (7.20) gives

(=1 —cos¥) 4

A, - A_:A+—V2g¢>:% —

(7.21)

It is to be noted that this is exactly the same gauge transformation that rotates the Dirac string
around the monopole.

The wave sections must also be related through a gauge transformation that is given by
Yy (R) = ¢ (R)e¥ 7. (7.22)

This ensures that the wave sections describe a uniform magnetic field over the entire space

surrounding the monopole.

7.3 NON-INTEGRABILITY OF PHASE AND MAGNETIC
MONOPOLE QUANTIZATION

In Dirac’s seminal papers on magnetic monopoles, he considered the quantum effect of a charged
particle in the presence of an electromagnetic potential and how this effected the wavefunction
in (5.1) [18, 19]. If there is no electromagnetic potential present, then the transportation of the

wavefunction about a closed path is unchanged and [14]
F(0) = F(2m). (7.23)

Dirac noted that the phase of the wavefunction of a charged particle can change in the presence

of a potential and that the phase of the wavefunction under transport can be written as [18, 46]
F(R) = Fy(R)e'e /™ AR)-dR (7.24)

where Fy(R) is the wavefunction of a free particle. From (5.12) the vector potential is propor-
tional to the gradient of the gauge function which means that the gauge function is the line
integral of A(R). Dirac noted that this change in phase need not be zero, however the change
in phase around a closed path in the presence of a magnetic monopole must be an integer

multiple of 27 in order that the wavefunction maintains single-valuedness. This can be shown
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by [46]
e%A(R’) -dR' =27 n. (7.25)

This integral is also recognized as the flux of a magnetic field through a surface, o. This gives
ey{A(R') -dR' = e/ do - B =4meg. (7.26)

This gives

E

2rn=4meg or g= —. (7.27)
e

[\

This condition holds in the case of a Dirac string [18]. In a general vector potential this
restriction on single valuedness is not required and the flux through a closed loop is given by
[14]

F(27) = Fy(0)e™me9. (7.28)
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Chapter 8
COMPARISON OF TRADITIONAL QUANTUM
DESCRIPTION AND GAUGE THEORETIC TREATMENT

Now that we have shown that the potentials appearing in the Schrodinger equation for nu-
clear motion are gauge fields, we are in a position to compare the equality of the Hamiltonians
appearing in (3.24) and (5.19). Our analysis in section 8.2 will show that the non-adiabatic cor-
rection terms appearing in the traditional Born-Oppenheimer approximation arise from gauge
fields.

Substituting the definition of the gauge covariant derivative into the nuclear Hamiltonian gives

1

2 VR i A(R))” + c&(R) = — - D () (8.1)

24

and there are two different approaches to solving the nuclear Schrédinger equation for each side

of (8.1). We will sketch these approaches below.

8.1 MAGNETIC MONOPOLE ANGULAR MOMENTUM

In the presence of a magnetic monopole, the angular momentum vector of a charged particle
needs to modified in order that the angular momentum is a integral of the motion, that is
(30, 46]

dL

=0 (8.2)

where L is the generalized angular momentum. This was first considered by Poincaré and
Thomson [42, 48] Take a magnetic monopole to be located at the origin and a charged particle
of strength e located at the point /. The magnetic and electric fields at the point = are given
by

r
B=g— and E=e— 8.3
93 - (8.3)
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respectively. In order for (8.2) to hold, there needs to be a modification to the standard angular
momentum given by

L=rxp. (8.4)

The modification Thomson made was to integrate the cross product of the position vector with

the Poynting vector to generate an angular momentum of the electromagnetic field.

L:/rx(ExB)dT:—egf'. (8.5)

The details to the solution of this integral can be found in [26].
The generalized angular momentum of a charged particle in the presence of a magnetic monopole

can then be given by

L=(rxp) —egt=L—egt. (8.6)

In our case, we have the momentum operator as given by the gauge covariant derivative, D.

Similarly we have [5, 15, 37, 46, 61]
J=—i(RxD)-egR (8.7)
which has the following commutation relations [15]:

[J;, Di] = i€ Dy,
[jjaRk] = i€ Ry,
[Tj, ) = i€ i,

[J;, H] =0, (8.8)

where H is the Hamiltonian of the gauge covariant Born-Oppenheimer approximation (5.19).
These are the standard commutation relations for a spherically symmetric system [47]. In this
form it is easy to show now that the angular momentum commutes with Hamiltonian of the

diatom (5.19).

o H) = ;LL[J}, D D]+ [Ji,&(R)]

1 -
=5, 11 DiDil =0 (8.9)
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upon applying the first of the relations in (8.8).

8.1.1 METHOD USING GAUGE COVARIANT DERIVATIVE

Using the identity [15]

1

D-D=(D R)p

1
(R-D)— (D xR)ﬁ(RxD). (8.10)
Using the commutation relations found is section 5.4, the first term is

(D-R)%(R~D) - ;2(5%(32(%).. (8.11)

The second term can be rewritten as

1 1
—(D x R)?(R x D) = ﬁ(R x D)% (8.12)
Inserting (8.11) and (8.12) into (8.10) gives
1 0 0 1
D D=— -~ (R——)+ —(Rx D) 1
war(ag) * R D) (8.13)
From (8.7) we see that
J = (RxD)?+eg (8.14)
which can rearranged to give
(RxD)?=—J" + e g (8.15)
Inserting (8.15) into (8.13) gives
2
1 0 0 J +e?g?
D D=——(R*>) - 8.16
R? 8R< 8R> R? (8.16)
This can be inserted into the right side of the Hamiltonian of (8.1) giving
~2
1 0 0 J —e?g? 1 0 0 J(J+1)—e2g?
2R L‘m( )t ] 2R [BR( 5%) R? (8.17)

The third term is expanded on a subspace of states of given total angular momentum [15].

This is seen to be equivalent to the first the terms of (4.1) which describes the Hamiltonian
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governing the nuclear motion of the diatom. A comparison of these Hamiltonians shows that
A% = €2 ¢?, and so the angular momentum projection of the electrons along the axis of the
diatom is akin to the angular momentum of the electromagnetic field, the second term in (8.7).
The ¢ dependence shows up as the e g term in the Hamiltonian and the solutions are given by

the Wigner function [15], dﬁ’A(G) where J = leg|,leg| +1,|eg| +2,...

8.1.2 METHOD USING THE GAUGE POTENTIAL

We will be inserting the gauge potential of (7.13) into the left side of the Hamiltonian (8.1),

where
[Vi—icA(R)]>=V%—ieVi-A(R)—2icA-Vi—e* A(R) - A(R). (8.18)
and
g cosf -
A 1
(R) Rsinf (8.19)

Substituting (8.19) into (8.18) gives

1 2 1 0 9 0
24 R? (Vi —iAR)] _2MR2[ 8R<R 8R>

_sileH[Slneaa@(Slnea) (aig 1Acost9> ]+A2] (8.20)

where

J? = —ﬁ [SmHaaH(SlnHa) (8¢ ZACOSG) ] (8.21)

This is the same operator as (4.14) for rotation of the diatom. If we apply the angular wave-

function of (4.13) we obtain after rearranging

Vi iAR)] = - [a (r (8.22)

9 8) J(J+1)—A?
2uR2|OR )

OR R2
There is a problem with the analysis used above to get the same differential equation as the
molecular symmetric top (4.14). The gauge potential given in (8.19) is singular at § = 0, 7,
however the solution to the differential equation, the Wigner d-function, d‘]{J’ A Is regular every-

where. If we choose a different gauge, namely the gauge used in the Ay region of the Wu-Yang
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monopole,

A+:[g(1R_s'i10;9)}{b where Ay € 0<fO<mm—e (8.23)
i

Substituting this gauge potential into (8.18) gives in place of (8.20)

- _iA N N (> S
2 1 k2 Vi —iAR)] 2 1 2 [ OR (R aR>
1 00 9 2 2
- =5 [5111980(8111989) + (8TZ> —iA(1 — cos@)) ] +A }
(8.24)
The solution to this equation is given by [4, 55]
Y (0g) = MHN0af, (8.25)

The gauge in (8.23) is regular everywhere in it’s domain as is the solution in (8.25). Similarly

applying the gauge

A_ = [9(_1_6089)] ¢ where A_ € e<f0<n (8.26)

rsin 6

Substituting this gauge potential into (8.18) gives in place of (8.20)

]. . 2 ]. a 2 8
= [Va—iAR)] = | - = (R*Z
21 R? [V —iAR) 2uR2[ 8R< 6R>
1 0 0 0 2
— ———|sinf—( sinf— — — A (-1 — A?|.
sin29{smgae<smgae)+<a¢ iA( cos@)) }+ }
(8.27)
The solution to this equation is given by [4, 55]
Y (06) = eM=N2q], . (8.28)

The solutions given in (8.25) and (8.28) are called the monopole harmonics [55] As was described
in Chapter 7.2, the gauge potentials are related through a gauge transformation in the regions
of overlap. By applying the theory of gauge potentials, we see there are two solutions required
to the nuclear Schrédinger equation so that the gauge potential is regular everywhere. This

situation in not discussed in the traditional description of diatomic rotation given in (4.15).
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8.2 CORRECTION TERMS

By using gauge theoretic methods we have obtained the angular momentum eigenvalues of the

nuclei along with the projection of the angular momentum of the electrons along the internuclear

axis. We will now show how the following two correction terms are derived.

Q%(R)

2 R? 2u

We first expand scalar correction of (5.31).

LS Ak A= LS A S A

M A i k#1

(8.29)

> AR AL (8.30)

9 P2ain20
2,uR sin Gk#

Where the gauge potential is written in terms of the adiabatic eigenstates that were calculated

in chapter 6.2. This gives for the gauge potential

A

N o
A" AR =i R (01| O |04) — o (Pilcosg Ly —sing Ly | )

~

~ Rsinf

We now expand each of the terms in (8.31).

(®1|(cos@ — 1) L,y —sinfcos ¢ Ly —sin@sing L,y |Py) . (8.31)

21MA}%’“ LAY = _21u (®1] OR| @) - (@4 OR [Dy). (8.32)
Using
((®1]0R) |Pk) = — (P1] (Or |Pk) ) (8.33)
gives [61]
21NA%€ CAR = 21;1‘ (@] OR @) | (8.34)

which is equivalent to B(R) in (3.10). The angular components of (8.30) are:

2 ,uR2 2uR
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AlF . AR = S (®1]cos® 9 L2 — cos psing { Ly, Ly} +sin® ¢ L2, |®y),  (8.35)



1 1
= AR AR (| (cos® — 1) L% +sin? 0 cos? ¢ L2, + sin?0sin® ¢ L2,
2uR?2sin20 ? % T 2uR?sin?46 (1] ( )L oLz oLy

— (cos@ —1)sinf@cos ¢ {Lyr, L} — (cos@ — 1)sin@sing { L, L}

+ sin® @sin ¢ cos ¢{ Ly, Ly } | 1) (8.36)

where {Lj, Ly} is the anti-commutator of two operators and (8.33) was used. Combining
(2.6), (2.7) and (2.8), using the fact that (®1| L,/ |®r) = 0 for 1 # k since L,/ is diagonal, and

simplifying then (2.3) becomes

1 1
— Y A% AM = — (94| L2 + L2 |® 8.37
k£l
which is equivalent to Q?(R) in (3.20). We have shown that by using a gauge theoretic treat-

ment, that the traditional terms describing rovibrational motion in diatoms can be recreated.

8.3 LORENTZ FORCE

In Chapter 2 of the traditional Born-Oppenheimer approximation, a Hellman-Feynman force
was related to the scalar potential governing nuclear motion as in (2.44) [24]. In the gauge
covariant Born-Oppenheimer approximation [37, 61, 64], it has been shown that a Lorentz type
force, or an induced effective “magnetic force” can appear [2, 61, 62, 64].

Ehrenfest’s theorem describes how the expectation values of the position and momentum of a

particle change with time [47]. First find the expectation value of the position

d(R) , OR
S — iR )+ (5F) (8.38)
where
H= —21ND D +é&R). (8.39)

R is not a function of time so that the second term on the right of (8.38) is zero. Using the

gauge covariant form of the Born-Oppenheimer equation from (8.39) and substituting this into

(8.38)

7

~illR;, H]) = 5 (IR, D - D)) — i ([R;. &(R)] ). (8.40)
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The third term is zero since scalars commute and taking the j* term of R and expanding out

gives.
d(R; i
<£]> - 2 zk: <<Dk [R;, Di]) + (R}, Dy] Dk>> (8.41)
Using (5.18) gives
d(Rj) _ (Dj) d(R) (D) 5.2
dt n o dt 1 ’ .

From (5.15), D is —i times the kinematical momentum. So the expectation value of the position
with respect to time gives a momentum divided by a mass, which is equivalent to a velocity.

To find the expectation value of the velocity we have

d(D) . oD
kA —_— 8.43
dt (D)) + ot ) (8.43)
where H is given by (8.39). Choosing the j'h component
d<DJ> _ i . - 8Dj
— —ﬂ<[Dj,D-D]>—z<[Dj,6(R)]>+<W>. (8.44)
D is not a function of time so the last term in (8.44) is zero. Expanding this out gives
d(Dj) i . . -
i) _ 5 3 (<Dk ID;, Dy] + [D;, Dy Dk>> i <[aj - leAj,e(R)]>. (8.45)

k

Using (5.17), [D;, Di] = —ie¢€;p By and (5.18), (8.45) becomes

UD;) _ <Z’>2<;’i> SoN e (D B+ BiDi)) =i (=) (05, &R)). (8:40)

dt ~ 5
Applying the Levi-Civita symbol the term in brackets can be written as

€kl <<Dk B, + B Dk>) = €kl <<Dk B, — By, Dl>>~ (8.47)

We can see that these represent cross product terms and thus (8.47) represents the expectation

value as

dD) 1 N

= §<'v x B — B xv) — Vg{(é(R)). (8.48)
where we have used % = v. The application of Ehrenfest’s theorem to the gauge covariant

Born-Oppenheimer approximation has led to a Lorentz type force as well as the Hellman-
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Feynman force that appeared in the traditional Born-Oppenheimer approximation.

8.4 CONCLUSIONS

We have treated the Born-Oppenheimer approximation for molecular motion with non-adiabatic
coupling through the application of gauge theory. All terms in the Hamiltonian describing
nuclear motion that arise from non-adiabatic coupling in the traditional approach to molecular
dynamics appear in a gauge theoretic framework. In place of applying differential operators to
the electronic wavefunctions to derive the nuclear Hamiltonian, a unitary operator is applied to
the electronic wavefunctions giving rise to a gauge potential. This allows the Hamiltonian for
the nuclear motion to be cast in a gauge covariant form. The gauge covariant treatment shows
how an effective magnetic monopole appears in a rotating diatom giving rise to a Lorentz type
force. An unexplored problem that arises in the gauge theoretic treatment is that two wave
section solutions, which are related through a gauge transformation, are required to describe
the nuclear angular motion through all arbitrary angles in order to deal with the monopole
singularity. This situation is not discussed in traditional molecular dynamics.

We feel that the gauge theoretic treatment of rovibrational motion in diatoms is an advancement
over the traditional techniques.

Firstly, the mathematical calculations to derive the non-adiabatic coupling terms are more
straightforward than the traditional approach. Secondly, gauge theory is used to describe our
current understanding of interactions among elementary particles, and in the context of this
thesis, appears to explain molecular interactions also. In the introduction to Dirac’s 1931 paper,
he presciently comments on how the advancement of physical theories would need to rely on
the advancement of mathematical progress and the ability to relate the two. This was the
case for Wu and Yang’s magnetic monopole and we posit that this is also the case for a gauge
theoretic approach to molecular dynamics. The adoption of gauge theory to describe diatomic
motion can be compared to a quote from Feynman [25] in 1963 where he is describing the
Aharonov-Bohm effect, “It is interesting that something like this can be around for thirty years

but, because of certain prejudices of what is and is not significant, continues to be ignored.”
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Appendix A
PERTURBATION OF THE MORSE POTENTIAL

We consider H = H©® + HM where H® = DB%(R — R.)? and HY) = —DB3(R — R.)3. Let
R = (R — R.) and p be the canonical position and momentum operators respectively for the
nuclei.

The unperturbed eigenvalues are given by
E, =w(n+1/2). (A.1)

The vibrational eigenstates within a given Born-Oppenheimer state are denoted by |n).

Raising and lowering operators are given by [47]

 pw 1 f W, 1
A= B P oand Af— MR P A2
y Bt amt ™ > U o (4.2)

. These operators acting on the states |n) give

2
where w = /222

An) =+vnn—1) and Al|n)=vVn+1|n+1). (A.3)
Adding gives
At Al = SR = R’:(A+AT),/QL. (A4)
Hw
- . 3/2 ~
Using HD = —D@R® = HU=_pD g3(ﬁ) (A + Ah3.
Define
1 \3/2
= — 3 [
v=-Dg (2W> . (A.5)
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We want to find the matrix elements of the perturbation in terms of the unperturbed basis

states.

Hn) =~ (A+ A")(A+ AT) (A + A) |n)
=y(A+ AN A+ AN(Vnln—1) +Vn+1|n+1))
=7 (A+AN(Vavn —1|n=2) + (n+1) |n) +n|n) + vV + 1Vn+2n +2))
=7 A+ ANV (=1 n=2) + 2n+ 1) [n) + V/(n + 1) (n +2) [n +2))
=y (V) =D =2)n—3) + 2n+ )vnln—1)+ (n+2)vVn+1|n+ 1)
+(n—1ynln-1)+Cn+)vVnt+1n+1)++/(n+1)(n+2)(n+3)n+3))
=7(v/(n)(n = 1)(n = 2)[n = 3) + Bn)V/n|n - 1)

+Bn+3)Vnt+1|n+1)++/(n+1)(n+2)(n+3)|n+3)). (A.6)

To 24 order the energy of the eigenstates of the Hamiltonian is given by [47]

am ‘n> N Z ‘ <k HD ‘n> ‘2

FE, ~ EO 4+ {n
< k#n E7(?0) - EI(CO)

where E(©) is the energy of the unperturbed state and

<k‘ HW ‘n> =7 (/) (n — 1)(n — 2) 6.3 + (3n) V2 Ot

+(3n+3)Vn + L0kns1 +V(n+1)(n+2)(n+ 3) dgnrs)- (A.8)

From the Kronecker delta’s we see that <n‘ AW ‘n> = 0. This gives

Ve -T=2)]" | [3nya[’

0 0 0 0
= R ON=0

1Bn+3)/(n+ D|? [Vt Dn+2)(n+3)|
TR, -EY B9, -EY > .

n

E,~E" 4 »y?(
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Where

By = BY = w(n+3+1/2) — w(n+1/2) = 3w,
g9 B0 = wn+14+1/2) —w(n+1/2) = w,

(nt1) ~ Fn

E((fj)_l) —FBO =wn—1+1/2) —wn+1/2) = —w,

)y = BY =w(n-3+1/2) —w(n+1/2) = —3w.

Inserting (A.1) and (A.10) into (A.9) gives

En%w(n+1/2)+’yz< 3w w w 3w

Rearranging the term in brackets gives

1 302 11
Bn (it ) = = (0% 40+ 55).

Using completion of squares on 30(n? 4+ n) + 11 gives

30

30(n® +n) +11 = 30(n+ 1)2 — S +11=30(n+1/2)> +7/2
= > _ '

4

Substituting (A.13) into (A.12) gives

1 3012 1\2  7+2
Bamw(n+)===(n+5) -5
where from (A.5)
2 D2I36 12 _ D256
Sudw3 w o Sudwt’

Insertion of (A.15) into (A.14) gives

P ( +1) 15D266( 1>2 7 D?;36

~ o e n+-) —— .
nFENNT ) T L Bl 2) 716 18wt

From (4.27) we have 3% = %.

Inserting into (A.16) finally gives

Bome(nrg) g5 (e g) v )

56

n(n—1)(n —2) N % 9+ 1)3 _(n+1)(n+2)(n—+3)

).

(A.10)

(A.11)

(A.12)

(A.13)

(A.14)

(A.15)

(A.16)

(A.17)



Appendix B
SOLUTION OF SCHRODINGER EQUATION FOR J =0
AND é(R) = D[l — E~AUi=Fe))2

In this appendix we will fill in the details of Morse’s solution to the Morse potential [38].
Substitution of the potential &(R) = D[1 — e #(1=Fe)]2 into the nuclear Schrédinger equation
with J = 0 gives

1 d?

—5aps F(R) +[D = 2D e /i) 4 p 2RI p(R) — BF(R) =0. (B.1)
W

Let y=e BAE-Re) then

dF(R) _dF(y) dy _B(R—R)AF(y) _ dF (y)
iR dy dR = —fe AR R)Ty__ﬁyTy (B-Q)
and
d*F(R) d ( dF(y)\ _ dF(y) dy d (dF(y)
—RT ——BydR<ydy )——5( a dR+ydR< dy )) (B.3)
thus
d*F(R) _ F(y) d2F( ) d’F(y)  1dF(y)
dR? B< v 7_6 2 > Fy 2< a2 Ty dy > By
so that (B.1) becomes
d*F dF
ﬂ2y2( dygy) + ; d;”) —2u(D — E — 2Dy + Dy*)F(y) = 0. (B.5)

Now let
F(y) = e #22%/25(2)  where z-—\/2uDy and b_ﬂ 2u(D — E) (B.6)

so that

b/2
dF(y) _ dS(Z)% _ 2\/2N7D|: 2 72/2 b/2S( ) 9672/2275«(2)_+_67z/22b/2ds(z)

dy — dz dy P 2 z dz
2 _ dS(z) b 1
_ = z/2 b/2 _ =
5 2uD e **z { P + (22 Q)S(z)} (B.7)
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and from (B.6), 1/y=2/8v2uD-1/z so that

1dF(y) (2 2 L a[1dS(2) b1
Let 6=2/8y2uD sothat z/y=4¢ and then
1dF(y) 2 ,—2/2 b/2 1d5(2) b 1
- = z - - — B.
y dy Ol 2z dz + 222 2z 5(2) (B.9)
2 z) dz z) dz\ dz
Now using CEQ — £ (45004 _ 4 (D) e ave

EI0) g e (B4 (2= D)sca)
+ S(

2 }
1 ds(z) (b 1 b as(z) (b 1
_ 82| _ = z/2 b/2 [ “P\~) z Y —z/2 b2 UP\<) ez
5[ 2¢ 7 ( dz (22« 2) z)> 2. ° ( 2 T2 3)%¢)
+€_Z/22b/2<d25 bdS 1dS b dsﬂ

dz2 ' 2zdz 2dz 2zdz

PFEy) 5 _.pap[dSE) (b \dS() (¥ b b 1
— z -1 )= _— -+ = . B.1
a0 [ az (z > iz (422 222 2" 4)5(2)} (B.10)

After substituting (B.10) and (B.9) into (B.4) and then (B.4) into (B.1), dividing by 82 62y e=#/2 26/2,

and combining like terms we have

dQS(z)+(b+1_1>dS(2)+(41722_(b;Fl)+i)5(z)_2/“‘y2(D_2E_2D+D>S(z):O

dz? z dz B2 22 Y Y
(B.11)
where 1/62 = y?/2? was used.
The term D — FE is equivalent to —W in Morse’s paper so that
2 32 2,2 2
p-5="% pw p=5% L p_p_prYl. (B.12)
8 8 y? 22
Substituting D into the third term of (B.11) and rearranging gives
2uy® (VD 2D - 1 1
——S5|————+D|S=)=-—+——-)5%). B.13
(- 2 D)5 = (Ta+g - 1)56) (5.13)
Substitute (B.13) into (B.11), canceling terms and rearranging gives
d*S(z) b+1 dS(z) 1/6 (b+1)
-1 - = - S(z) =0. B.14
dz? * z dz + 2\ 2 2 (2) ( )
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This equation now has the form of the associated Laguerre differential equation [1]

d2S(z b+1 dS(z v

The solution will be a finite polynomial if g . @ = v where v € Z.

Solving for b gives b =6 — 1 — 2v, but

212 2 2 32
p-p=bbt :B—(5—1—2u)2 where D=2 0"
Su Su 8L
Solving for F gives
2 2 2y/2uD
E= B—(Qé + 4v) — 5—(41/2 +4v+1) where §= re
81 81 B

Inserting ¢ and rearranging gives

E

2
D)2 d)

But w=,/ QBjD and '%2 = %. Inserting these into (B.18) gives

or

where  x = /5.
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Appendix C
SOLUTION OF SCHRODINGER EQUATION FOR J #0
AND é(R) = D[l — E~AUi-Fg))2
Pekeris generalized Morse’s solution to the Schrédinger equation by including a non-zero angular
momentum contribution. The results of this Appendix were taken from [33, 39]

1 d? J(J+1) =A%

T L R e (L OB T T N Y

Rearranging gives

d?’F(R) [—J(J+1)+A?
drz " R?

+2u(E—~D—-De ¥WE-E) LoD eﬁ(rm)} F(R)=0. (C.2)

As in the case where J = 0 let y = e P(i=H) This transforms the differential equation into

d*F(y) 1dF(y) 2u[E—-D 2D J(J+1)—A?
- — ——D—- ———|F(y)=0. C.3
W Ty dy Ly 2py* R? ) (©3)
which we did for the 1=0 case. Let A = ‘](‘]2271}%:1@. Then (C.3) becomes
@F(y) 1dF(y) 2u[E—-D 2D AR?
— — ——-D - S\ F(y) = 0. C4
Wy dy By |t (€
Expand R2/R? as
R? 1 2 1 3
e - =1 -1 -t —1)2+... C.5
Inserting this into (C.4) gives
d2F(y)—|—1dF(y)—|—2u|:E_D_CO+2D_Cl—D—C:|F()—O (C.6)
dy> y dy  p? y? y oY
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where

3 3 4 6 1 3
=All—- Al — = —Al - —+-=| (CT
@ ﬂRe+52R§}’ “ {m /3232]’ “ [ BR6+62R§] (1)

Now making the substitutions

z = 2dy,
=2 p
- ?( +62)a
8
v = —@(E—D—co),

leads to the differential equation

@ 74‘*5:0

z dz =z

d*S <b+1 >dS v
+ ~1

where

_ 2
p*d

v (2D — 1) (b+1).

1
2

Solving for E gives

E%J:D—i-Co—

(D—1/2¢)? N BI(D —1/2¢) <y+ ;) B 52<

12
D+e)  ava/Dre\” " 2) viy). @)

Expanding this in terms of ¢;/D and ¢/ D give

2
EZ’J = w<v+;> xw(w;) +B[J(J+1) = A*[+ D[J2(J+1) = AP —a(v+1/2)J (J +1)
(C.9)

where

Be = ——F5—,
8 R2c
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~1
D pu—
T 167 P w? A RY

N 3v < 11 )
“4uR?2D\aR. a?RZ)
As in the J = 0 case the first 2 terms represent the vibrational energy of the molecule with
correction. The third term is the rotational energy of the molecule treated as a rigid rotor. The
fourth term is a centrifugal distortion due to the rotation of the molecule and the fifth terms is

rovibrational coupling.
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