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Hydrogen Fine Structure

When the spectral lines of the hydrogen spectrum are examined
at very high resolution, they are found to be closely-spaced
doublets. This splitting is called fine structure and was one of the
first experimental evidences for electron spin.

The small
splitting of the
spectral line is
attributed to an
interaction
between the
electron spin S
and the orbital
angular
momentum L.
It is called the
spin-orbit
interaction.

The familiar red H-alpha line
of hydrogen is a single line
according to the Bohr theory.
The straight application of the
Schrodinger equation to the
hydrogen atom gives the same
result. If you calculate the
wavelength of this line using
the energy expression from the
Bohr theory, you get 656.11
nm for hydrogen, treating the
nucleus as a fixed center. If
you use the reduced mass, you
get 656.47 nm for hydrogen
and 656.29 nm for deuterium.
The difference between the
hydrogen and deuterium lines
is about 0.2 nm and the
splitting of each of them is
about 0.016 nm,
corresponding to an energy
difference of about 0.000045
eV. This corresponds to an
internal magnetic field on the
electron of about 0.4 Tesla.
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Examination of fine structure by saturation spectroscopy
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Spin-Orbit Interaction

The energy levels of atomic electrons are affected by the
interaction between the electron spin magnetic moment and the
orbital angular momentum of the electron. It can be visualized as
a magnetic field caused by the electron's orbital motion interacting
with the spin magnetic moment. This effective magnetic field can
be expressed in terms of the electron orbital angular momentum.
The interaction energy is that of a magnetic dipole in a magnetic
field and takes the form

When atomic spectral lines are split by the application of an
external magnetic field, it is called the Zeeman effect. The spin-
orbit interaction is also a magnetic interaction, but with the
magnetic field generated by the orbital motion of an electron
within the atom itself. It has been described as an "internal
Zeeman effect".

Spin-orbit splitting in sodium
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Nave

Effective Magnetic Field of
Orbit

The magnetic field in the electron frame of reference arising from
the orbital motion is

Assuming a circular orbit, the angular momentum is mrv, so this
field can be expressed in terms of the orbital angular momentum
L:

For a hydrogen electron in a 2p state at a radius of 4x the Bohr
radius, this translates to a magnetic field of about 0.3 Tesla. This
is fairly consistent with the splitting of levels observed in the
hydrogen fine structure.
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Magnetic Field in Electron
Frame
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Magnetic field of current
loop

Express in terms of angular
momentum
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The Lamb Shift

According to the hydrogen Shrodinger equation solution, the
energy levels of the hydrogen electron should depend only on the
principal quantum number n. In 1951, Willis Lamb discovered
that this was not so - that the 2p(1/2) state is slightly lower than
the 2s(1/2) state resulting in a slight shift of the corresponding
spectral line (the Lamb shift).

It might seem that such a tiny effect
would be deemed insignificant, but in this
case that shift probed the depths of our
understanding of electromagnetic theory.

At the heart of the process is the
exchange force by which charges
interact by the exchange of photons
(the exchange force model of the
electromagnetic force). There can
be a self interaction of the electron
by exchange of a photon as
sketched in the Feynman diagram at
left. This "smears out" the electron
position over a range of about 0.1
fermi (Bohr radius = 52,900
fermis). This causes the electron
spin g-factor to be slightly different
from 2. There is also a slight
weakening of the force on the
electron when it is very close to the
nucleus, causing the 2s electron
(which has penetration all the way
to the nucleus) to be slightly higher
in energy than the 2p(1/2) electron.

When we say the that the penetration of the 2s electron closer to
the nucleus leads to an energy higher than that of the 2p, this
sounds directly contradictory to the situation with multi-electron
atoms. There the penetration of the 2s closer to the nucleus
means that it has penetrated inside the 1s electrons and therefore
feels a stronger attraction to the positive nucleus, leading to a
lower energy level (it takes more energy to remove the 2s from
the atom than the 2p). But in the case of the hydrogen atom,
there is only one electron, so there is none of the shielding from
inner electrons when it is in the 2s or 2p excited states. The effect
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on the energy levels has an entirely different origin, modeled by
quantum electrodynamics. In the absence of this effect, the 2s
and 2p would have identical energies since there is no shielding
by the presence of other electrons. The "self-interaction" of the
electron when it is near the proton causes the effective
"smearing" of the electron charge so that its attraction to the
proton is slightly weaker than it otherwise would have been. This
means it has encountered an interaction which makes it slightly
less tightly bound than a 2p electron, hence higher in energy.

Microwave measurement of the
Lamb shift.

Significance of the Lamb
shift

Saturation spectroscopy measurement of the Lamb shift.
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Measurement of the Lamb
Shift

While the Lamb shift is extremely small and difficult to measure
as a splitting in the optical or uv spectral lines, it is possible to
make use of transitions directly between the sublevels by going to
other regions of the electromagnetic spectrum. Willis Lamb made
his measurements of the shift in the microwave region. He
formed a beam of hydrogen atoms in the 2s(1/2) state. These
atoms could not directly take the transition to the 1s(1/2) state
because of the selection rule which requires the orbital angular
momentum to change by 1 unit in a transition. Putting the atoms
in a magnetic field to split the levels by the Zeeman effect, he
exposed the atoms to microwave radiation at 2395 MHz (not too
far from the ordinary microwave oven frequency of 2560 MHz).

Then he varied
the magnetic field
until that
frequency
produced

transitions from
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transitions from
the 2p(1/2) to
2p(3/2) levels. He
could then
measure the
allowed transition
from the 2p(3/2)
to the 1s(1/2)
state. He used the
results to
determine that the
zero-magnetic
field splitting of
these levels
correspond to
1057 MHz. By
the Planck
relationship, this
told him that the
energy separation
was 4.372 E-6
eV.

Saturation spectroscopy measurement of the Lamb shift.
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Significance of the Lamb Shift

When the Lamb shift was experimentally determined, it provided
a high precision verification of theoretical calculations made with
the quantum theory of electrodynamics. These calculations
predicted that electrons continually exchanged photons, this being
the mechanism by which the electromagnetic force acted. The
effect of the continuous emission and absorption of photons on
the electron g-factor could be calculated with great precision.

The tiny Lamb shift, measured with great precision, agreed to
many decimal places with the calculated result from quantum
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electrodynamics. The measured precision gives us the electron
spin g-factor as

g=2.002319304386

et al.,
Sec 18.4.
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Zeeman splitting of the 5s level of Rb-87, including fine structure and

hyperfine structure splitting. Here F = J + I, where I is the nuclear

spin. (for Rb-87, I = 3/2)

Zeeman effect
From Wikipedia, the free encyclopedia

The Zeeman effect (  /ˈzeɪmən/; IPA: [ˈzeːmɑn]), named after the Dutch physicist Pieter
Zeeman, is the effect of splitting a spectral line into several components in the presence of a static
magnetic field. It is analogous to the Stark effect, the splitting of a spectral line into several
components in the presence of an electric field. Also similarly to the Stark effect, transitions between
different components have, in general, different intensities, with some being entirely forbidden (in the
dipole approximation), as governed by the selection rules.

Since the distance between the Zeeman sub-levels is a function of the magnetic field, this effect can
be used to measure the magnetic field, e.g. that of the Sun and other stars or in laboratory plasmas.
The Zeeman effect is very important in applications such as nuclear magnetic resonance spectroscopy,
electron spin resonance spectroscopy, magnetic resonance imaging (MRI) and Mössbauer
spectroscopy. It may also be utilized to improve accuracy in atomic absorption spectroscopy. A theory
about the magnetic sense of birds assumes that a protein in the retina is changed due to the Zeeman

effect.[1]

When the spectral lines are absorption lines, the effect is called inverse Zeeman effect.
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Nomenclature

Historically, one distinguishes between the "normal" and an anomalous Zeeman effect that appears
on transitions where the net spin of the electrons is not 0, the number of Zeeman sub-levels being
even instead of odd if there's an uneven number of electrons involved. It was called "anomalous"
because the electron spin had not yet been discovered, and so there was no good explanation for it at
the time that Zeeman observed the effect.
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At higher magnetic fields the effect ceases to be linear. At even higher field strength, when the
strength of the external field is comparable to the strength of the atom's internal field, electron
coupling is disturbed and the spectral lines rearrange. This is called the Paschen-Back effect.

In the modern scientific literature, these terms are rarely used, with a tendency to use just the
"Zeeman effect".

Theoretical presentation

The total Hamiltonian of an atom in a magnetic field is

where  is the unperturbed Hamiltonian of the atom, and  is perturbation due to the magnetic
field:

where  is the magnetic moment of the atom. The magnetic moment consists of the electronic and
nuclear parts, however, the latter is many orders of magnitude smaller and will be neglected here.
Therefore,

where  is the Bohr magneton,  is the total electronic angular momentum, and  is the Landé g-
factor. The operator of the magnetic moment of an electron is a sum of the contributions of the orbital
angular momentum  and the spin angular momentum , with each multiplied by the appropriate
gyromagnetic ratio:

where  and  (the latter is called the anomalous gyromagnetic ratio; the
deviation of the value from 2 is due to Quantum Electrodynamics effects). In the case of the LS
coupling, one can sum over all electrons in the atom:

where  and  are the total orbital momentum and spin of the atom, and averaging is done over a
state with a given value of the total angular momentum.

If the interaction term  is small (less than the fine structure), it can be treated as a perturbation; this
is the Zeeman effect proper. In the Paschen-Back effect, described below,  exceeds the LS
coupling significantly (but is still small compared to ). In ultrastrong magnetic fields, the magnetic-
field interaction may exceed , in which case the atom can no longer exist in its normal meaning,
and one talks about Landau levels instead. There are, of course, intermediate cases which are more
complex than these limit cases.

Weak field (Zeeman effect)
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If the spin-orbit interaction dominates over the effect of the external magnetic field,  and  are not
separately conserved, only the total angular momentum  is. The spin and orbital angular
momentum vectors can be thought of as precessing about the (fixed) total angular momentum vector 

. The (time-)"averaged" spin vector is then the projection of the spin onto the direction of :

and for the (time-)"averaged" orbital vector:

Thus,

Using  and squaring both sides, we get

and: using  and squaring both sides, we get

Combining everything and taking , we obtain the magnetic potential energy of the atom in the
applied external magnetic field,

where the quantity in square brackets is the Landé g-factor gJ of the atom (  and ) and 

 is the z-component of the total angular momentum. For a single electron above filled shells 
 and , the Landé g-factor can be simplified into:

Example: Lyman alpha transition in hydrogen

The Lyman alpha transition in hydrogen in the presence of the spin-orbit interaction involves the
transitions

 and 
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In the presence of an external magnetic field, the weak-field Zeeman effect splits the 1S1/2 and 2P1/2

states into 2 levels each ( ) and the 2P3/2 state into 4 levels (

). The Landé g-factors for the three levels are:

 for  (j=1/2, l=0)

 for  (j=1/2, l=1)

 for  (j=3/2, l=1).

Note in particular that the size of the energy splitting is different for the different orbitals, because the
gJ values are different. On the left, fine structure splitting is depicted. This splitting occurs even in the

absence of a magnetic field, as it is due to spin-orbit coupling. Depicted on the right is the additional
Zeeman splitting, which occurs in the presence of magnetic fields.

Strong field (Paschen-Back effect)

The Paschen-Back effect is the splitting of atomic energy levels in the presence of a strong magnetic
field. This occurs when an external magnetic field is sufficiently large to disrupt the coupling between
orbital ( ) and spin ( ) angular momenta. This effect is the strong-field limit of the Zeeman effect.
When , the two effects are equivalent. The effect was named after the German physicists
Friedrich Paschen and Ernst E. A. Back.

When the magnetic-field perturbation significantly exceeds the spin-orbit interaction, one can safely
assume . This allows the expectation values of  and  to be easily evaluated for a
state . The energies are simply:

The above may be read as implying that the LS-coupling is completely broken by the external field.
However  and  are still "good" quantum numbers. Together with the selection rules for an
electric dipole transition, i.e.,  this allows to ignore the
spin degree of freedom altogether. As a result, only three spectral lines will be visible, corresponding
to the  selection rule. The splitting  is independent of the
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unperturbed energies and electronic configurations of the levels being considered. It should be noted
that in general (if ), these three components are actually groups of several transitions each, due
to the residual spin-orbit coupling.

In general, one must now add spin-orbit coupling and relativistic corrections (which are of the same
order, known as 'fine structure') as a perturbation to these 'unperturbed' levels. First order
perturbation theory with these fine-structure corrections yields the following formula for the Hydrogen

atom in the Paschen-Back limit:[2]

Intermediate field for j = 1/2

In the magnetic dipole approximation, the Hamiltonian which includes both the hyperfine and Zeeman
interactions is

To arrive at the Breit-Rabi formula we will include the hyperfine structure (interaction between the
electron's spin and the magnetic moment of the nucleus), which is governed by the quantum number 

, where  is the spin angular momentum operator of the nucleus. Alternatively,

the derivation could be done with  only. The constant  is known as the zero field hyperfine
constant and is given in units of Hertz.  is the Bohr magneton.  and  are the electron and
nuclear angular momentum operators.  and  can be found via a classical vector coupling model or
a more detailed quantum mechanical calculation to be:

As discussed, in the case of weak magnetic fields, the Zeeman interaction can be treated as a
perturbation to the  basis. In the high field regime, the magnetic field becomes so large that the

Zeeman effect will dominate, and we must use a more complete basis of  or just 
 since  and  will be constant within a given level.

To get the complete picture, including intermediate field strengths, we must consider eigenstates which
are superpositions of the  and  basis states. For , the Hamiltonian can be

solved analytically, resulting in the Breit-Rabi formula. Notably, the electric quadrapole interaction is
zero for  ( ), so this formula is fairly accurate.

To solve this system, we note that at all times, the total angular momentum projection 
 will be conserved. Furthermore, since  between states  will change

between only . Therefore, we can define a good basis as:
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We now utilize quantum mechanical ladder operators, which are defined for a general angular
momentum operator  as

These ladder operators have the property

as long as  lies in the range  (otherwise, they return zero). Using ladder operators 
and  We can rewrite the Hamiltonian as

Now we can determine the matrix elements of the Hamiltonian:

Solving for the eigenvalues of this matrix, (as can be done by hand, or more easily, with a computer
algebra system) we arrive at the energy shifts:

where  is the splitting (in units of Hz) between two hyperfine sublevels in the absence of
magnetic field ,

 is referred to as the 'field strength parameter' (Note: for  the square root is an

exact square, and should be interpreted as ). This equation is known as the Breit-Rabi

formula and is useful for systems with one valence electron in an  ( ) level.[3][4]

Note that index  in  should be considered not as total angular momentum of the atom
but as asymptotic total angular momentum. It is equal to total angular momentum only if 
otherwise eigenvectors corresponding different eigenvalues of the Hamiltonian are the superpositions
of states with different  but equal  (the only exceptions are ).

Applications

Astrophysics

George Ellery Hale was the first to notice the Zeeman effect in the solar spectra, indicating the
existence of strong magnetic fields in sunspots. Such fields can be quite high, on the order of .1 Tesla
or higher. Today, the Zeeman effect is used to produce magnetograms showing the variation of
magnetic field on the sun.
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Zeeman effect on a sunspot

spectral line

Solar magnetogram

See also

Magneto-optic Kerr effect
Voigt effect
Faraday effect
Cotton-Mouton effect
Polarization spectroscopy
Zeeman energy
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