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1. Atomic theory and computations in a nut-shell

1.1. Atomic spectroscopy: Structure & collisions

Atomic processes & interactions:

> Spontaneous emission/fluorescence: ... occurs without an ambient electromagnetic field; related also to absorption.

> Stimulated emission: ... leads to photons with basically the same phase, frequency, polarization, and direction of
propagation as the incident photons.

> Photoionization: ... release of free electrons.

> Rayleigh and Compton scattering: ... Elastic and inelastic scattering of X-rays and gamma rays by atoms and
molecules.

> Thomson scattering: ... elastic scattering of electromagnetic radiation by a free charged particle (electrons, muons,
ions); low-energy limit of Compton scattering.

> Multi-photon excitation, ionization and decay: ... non-linear electron-photon interaction.
> Autoionization: ... nonradiative electron emission from (inner-shell) excited atoms.

> Electron-impact excitation & ionization: ... excited and ionized atoms; occurs frequently in astro-physical and
laboratory plasmas.



1. Atomic theory and computations in a nut-shell

> Elastic & inelastic electron scattering: ... reveals electronic structure of atoms and ions; important for plasma
physics.

> Pair production: ... creation of particles and antiparticles from the internal of light with matter (electron-positron
pairs).

> Delbriick scattering: ... deflection of high-energy photons in the Coulomb field of atomic nuclei; a consequence of

vacuum polarization.

> .

> In practice, the distinction and discussion of different atomic and electron-photon interaction processes also depends
on the particular community /spectroscopy.

1.2. Atomic theory

Covers a very wide range of many-body methods and techniques, from the simple shell model of the atom to various
semi-empirical method to mean-field approaches ... and up to advanced ab-initio and quantum-field theories. The aim
of ab-initio atomic structure and collision theory is to describe the (electronic) level structure, properties and dynamical
behaviour on the basis of the (many-electron) Schrodinger equation or by even applying field-theoretical techniques.

Well, ... this is quite an ambitious task, and with a lot of surprises when it comes to details.
Atomic theory is a great playground, indeed.
Requires good physical intuition, or this is typically benefitial, at least.



1.2. Atomic theory

Hierarchy of inner-atomic interactions

-- self-consistent fields vs. perturbation theory

< Nuclear potential

@ Instantaneous Coulomb repulsion
between all pairs of electrons

@ Spin-orbit interaction

< Relativistic electron velocities;

magnetic contributions and
retardation

< QED: radiative corrections

External fields

@ Hyperfine structure

# Motion of the nucleus: Reduced “ Electric and magnetic nuclear

mass and mass polarization moments (isotopes)

Figure 1.1.: Atomic interactions that need to be considered for a quantitative description/prediction of atoms.

Theoretical models:

> FElectronic structure of atoms and ions: is described quantum mechanically in terms of wave functions, energy levels,
ground-state densities, etc., and is usually based on some atomic (many-electron) Hamiltonian.

> [nteraction of atoms with the radiation field: While the matter is treated quantum-mechanically, the radiation is —
more often than not (> 99 % of all case studies) — described as a classical field.



1. Atomic theory and computations in a nut-shell

Figure 1.2.: Characteristic time scales of atomic and
1 second —— molecular motions; taken from: Control-
— ling the Quantum World, page 99.
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1.3. Need of (accurate) atomic theory and data

> This semi-classical treatment is suitable for a very large class of problems, sometimes by incorporating ‘ad-hoc’
quantum effects of the em field (for instance, spontaneous emission).

> Full quantum treatment: of the radiation field is very rare in atomic and plasma physics and requires to use
quantum-field theoretical techniques; for example, atomic quantum electrodynamics (QED).

1.3. Need of (accurate) atomic theory and data

> Astro physics: Analysis and interpretation of optical and x-ray spectra.
> Plasma physics: Diagnostics and dynamics of plasma; astro-physical, fusion or laboratory plasma.
> EUV lithography: Development of UV/EUV light sources and lithograhpic techniques (13.5 nm).

> Atomic clocks: Design of new frequency standards; requires accurate data on hyperfine structures, atomic polariz-
ibilities, light shift, blackbody radiation, etc.

> Search for super-heavy elements: beyond fermium (Z = 104); ‘island of stability’; better understanding of nuclear
structures and stabilities.

> Nuclear physics: Accurate hyperfine structures and isotope shifts to determine nuclear parameters; formation of the
medium and heavy elements.

> Surface & environmental physics: Attenuation, autoionization and light scattering.

> X-ray science: Ion recombination and photon emission; multi-photon processes; development of x-ray lasers; high-
harmonic generation (HHG).

> Fundamental physics: Study of parity-nonconserving interactions; electric-dipole moments of neutrons, electrons
and atoms; ‘new physics’ that goes beyond the standard model.

> (Quantum theory: ‘complete’ experiments; understanding the frame and boundaries of quantum mechanics 7






2. Interactions of atoms in weak (light) fields

Basic assumption: Weak coupling of atoms with the radiation field, i.e. the field itself does not affect the electronic
structure of the atoms and ions.

2.1. Radiative transitions

2.1.a. Einstein’s A and B coefficients

Consider two levels of an atom: hw = FEy — E; > 0.

Ez, N2 A ) % Figure 2.1.: Model of the induced and
; ; spontaneous processes.
SB 12 §A21 By
)
X
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2. Interactions of atoms in weak (light) fields

Spectral energy density:

number of photons

density /dv =
p(w) energy density /dv ——

Einstein’s argumentation and coefficients:

> Einstein’s rate equation:

dNy  dN,

dt dt,

Vv
particle conservation

A\

1
Ng(t) = NQ(O) e At A= —
-
> Equilibrium state: % = 0
Pabsorptz'on - N2 . BlQ p(CU)

Pemissi(m B F1 B A + B21 P(w)

10

= ANy, + By p(w) Ny — By P(W) N1 = Penission N2

A ..

- Pabsorption Nl

inverse lifetime, transition rate [1/s]



2.1. Radiative transitions

> Atoms with more than two levels: We here assume additionally the principle of detailed balance

Fj _ N Bij p(wij)

Pi  Ni Ay + Bjiplwy)

In equilibrium, the emission and absorption probability is equal for each pair ¢ of atomic levels, and this equivalence
is independent of any other possible transition processes that the atoms may undergo.

> (Generalized field-free case:

~1
dN;
—d—tj = ZAJZN] ~ T = ZAJZ
> Ratio Ay : By @ Bjj: ... in thermal equilibrium
N g ( hwz‘j) wij hwij
~N - o eXp ; p(wij) = B
N; 9i kT e exp (— h,:;?) — 1

Planck’s black-body radiation: Power density radiation law

> Power density radiation law is a product of three quantities

2

e state density: g(w) = 53 [modes/m3/Hz];
e photon energy:  hAw [Joule/photon; eV /photon];
hwij -1
e mean occupation number of mode w:  (n;;) = (e RT— 1) [photons/mode].

11



2. Interactions of atoms in weak (light) fields

> Finstein’s relation (1917): Relation of detailed balance is fulfilled for

2 2
Wi Wi i

Ay = =L hw; By = == hw; = By;

J 2 B j Bj 2 B g Y

Einstein’s coefficients depend on the internal structure of the atoms and they are (assumed to be) independent of
the radiation field and its spectral density.

3

> Apparently, spontaneous emission increases rapidly with the frequency of the modes, oc wy; .

Example (Line-width contributions for the orange sodium line): This ’orange line’ (known from sodium vapor
lamps, for instance) has the frequency w, ~ 27 -4-10% Hz, a lifetime 7 ~ 107® s and a natural width Aw, ~ 10°
Hz = 0.1 GHz — This gives a relative contribution Aw,/w, ~ 4 - 1078.

For sodium with mass number A = 23 and for a temperature T = 500 K, we find a Doppler width Aw/w ~ 3-107°
or Aw =~ 12 GHz.

In general: Doppler widths > natural widts.

12



2.1. Radiative transitions

2.1.b. Transition amplitudes and probabilities

radiation field atom — field interaction atomic structure

(time — dependent) = and motion

Time-dependent perturbation theory:
e semi-classical: quantized atom @ classical em field.

e QED: quantized atom @ quantized em field (Dirac 1927).

Limitations of the semi-classical description:

> Spontaneous emission is dominant for atoms in weak fields but can be understood only ad-hoc via the Einstein

relation; this semi-classical picture is inappropriate for real weak fields, i.e. classical fields ... but this picture can be
saved by applying these relations.

> Way out: Use the semi-classical picture to describe the induced emission/absorption.

> In classical light fields, the relative importance of the spontaneous emission is reduced (when compared to the action
of the driving field), although it is generally not negligible.

Hamiltonian function of a particle in an electro-magnetic field: .. with (¢, A)  the 4-vector potential
1 0A
H = —(p+eA? —cop +V, E=-Vo¢ — —, B = rotA
2m ot
p’ € e? 2 /
= — + V(I‘) + _(p A + A p) + — A" — 6¢ - Hatom + Hatom—ﬁeld interaction — Ho + H
2m 2m 2m

13



2. Interactions of atoms in weak (light) fields

Special case: Superposition of plane waves

¢ =0
A = A_eilkr—wt) 4 A pilkrdwt) divA =0 Coulomb gauge; p, Al =0
o2
H = —A-p + — A?
2m
neglegible for weak fields
H, @ time-dependent perturbation - time-dependent perturbation theory.

Absorption probability:

> Fermi’s Golden rule gives rise to

™

e er| \ |2 9i
Pabsorption = Bij p(wij) = e B2 o2 ‘<] ‘EE : PGZkr Z>’ p(wij) — Aji X Wij _Z Bij
0 i

J 9;

where € is the polarization vector of the emitted/absorbed light and k = k;; the corresponding wave vector.
> Non-degenerate case:  B;; = By (microscopic reversible)

> Many-electron atoms:
p eik~r \ § : Pa eika-ra _
a

14



2.2. Electric-dipole interactions and higher multipoles

> Merely the matrix element < J ‘ €-pekT } z> depends on the electron coordinates; its mathematical analysis gives
rise to the (so-called) selection rules.

2.2. Electric-dipole interactions and higher multipoles

2.2.a. Electric-dipole approximation

Consider a light field with plane-wave structure ~ e'¥T and |k| = 2777 : for instance, = visible light: A =~ 500 nm
... 1000-10000 atomic radii

kT — 1 4 ik-r+ ..~ 1

Dipole approximation: light wave is constant over the size of the atom.

Evaluation of the Einstein A coefficients:

> Consider polarization € || e,, then <j !e ) eik'r‘ z>
. . A mo, . e . ? . .
Glpeli) = (lmali) = == (| [Ho, 2] |3) — Gl p]i) = 5 (B = B) Gleali)
h m h
B T |Glex|d)?  (x— polarization) By = 2™ |jler|d  (unpolarized)
i = X — V4 ; i = = 7z

dipole operator in length gauge er .

15



2. Interactions of atoms in weak (light) fields

> Spontaneous decay for non-degenerate and degenerate levels:

i = 2 e degenerate |

P o= = er | i ...non — degenerate

J 3mcde, h J & J

4, = 1w ST Gmylerlim) # fomy) degenerate |jm)
]t 3 T C3 th — ] (3 i
m; ... additional quantum number to account all degenerate levels.
> Especially, optical transitions: A~ 10%/s or T = % = 10%s ... spontaneous decay dominates
A~ W3 ... Radio frequencies; spontaneous decay negligible. %

> Scaling with nuclear charge: Ag?l) x Z3

16



2.2. Electric-dipole interactions and higher multipoles

2.2.b. Selection rules and discussion

Intensity of lines ~ (i) occpuation of levels; (ii) transition probability.

Selection rules for bound-bound transitions:

> Matrix elements between bound states: (jm;| er |im;)

> Expectation value of the electric-dipole moment (er) for stationary states:
er) = e /d37“ Vrp T =r o € (—1)%" / d>r Vntn T Vrtm -

> Electric-dipole transitions can connect only states with different parity:

e even <— odd
e A/ = +1 (odd)
> The electric-dipole operator is an (odd-partiy) rank-1 operator.

> General form of the intensity for electric-dipole radiation:

2
I ~ N;ju [/ drr* RS, r Rn/l/] F (my, €'m)) .

(i) Calculation of intensities ~~ evaluation of radial integrals.

(ii) Angular part of the intensity that can be obtained analytically within the central-field approximation.

17



2. Interactions of atoms in weak (light) fields

> Further selection rules for an additional weak magnetic field B:
e || np Amy = 0 ... m-polarization

ec | np Amy = +1 ... o-polarization.

2.2.c. Higher multipole components (” forbidden transition”)

kT — 1 4 kv + ..

magnetic-dipole (M1) and electric-quadrupole (E2) radiation

WA/ leh | N[ w?,,. A2 eh :

(M1) ~ = <] %lq z> = §‘<j’[,th’2> : p = %1 = upl ... magnetic moment of electron
4

(B2) ~ — [{j]ezqz] 1)

T,y ... second-order tensor (components).

Intensity ratio for hydrogen-like wave functions:

El : Ml : E2 =1 : o° : o

18



2.2. Electric-dipole interactions and higher multipoles

2.2.d. Dipole transitions in many-electron atoms

For a weak radiation field, the interaction of the radiation field with the (electrons of an) atom can be described pertur-
batively by the Hamiltonian

e
H = - A - Z Pk A = constant ... over extent of atom
k

and where the spontenous emission rates are obtained from the induced rates via the Einstein relation above. In this
very common semi-classical approach, the spontanoeus emission rates is

32 w3e? a?

2
Aji = 35 (E; — B’ zq: ‘<7ijMj Pq(l)‘%'JiMi>‘

N N
' [4m
Pq(l) — Z Tél)(z) = Z r; ? }/vlq(ﬁ’wgp’t)
i=1 =1

spherical components of the (many-electron) dipole operator

Analogue formulas also apply for the multipole radiation of higher order.

19



2. Interactions of atoms in weak (light) fields

transition

selection rules

Electric dipole (E1) |j _j; ‘:0 +1
a ) 1=
n =7
a b
Magnetic ‘ja_jb|20’ +1
dipole (M1)
jra_jrb
Electric ‘] —j ‘:01 +1,+2
quadrupole (E2) a Jb
Ea:‘ﬂ"b
Magnetic ‘ja_-jb‘:(}’ +1, +9
quadrupole (M2) T ——
a_ b

Electron is free

Electron is bound to ion

3P 3d;,
351_.2 3p1.2
M1 + E2
2p3|2
E1+ M2 / 25

Figure 2.2.: Left: Selection rules for higher multipole transitions, and where 7, refer to the parities of the initial and final states. Although the notation
refers here for one-electron atoms, the same rules also apply for many-electron atoms and ions. Right: Selective multipole transitions are

shown for hydrogen-like ions.

2.2.e. Multipol expansions of the radiation field

Multipoles radiation

> Non-relativistic time-dependent perturbation for weak fields: H' = ep- A.

> Relativistic time-dependent perturbation:

20

H = cea- A.



2.2. Electric-dipole interactions and higher multipoles

' ' ' : : Figure 2.3.: Decay rates and scaling of
the high multipole tran-
le+ 12! sitions with the nuclear
£ charge, Z, for hydrogen-like
il ~ Z10 ions.
d.m) E a
= le+06F _ =
;% — 2py,— sy, (ED)
: =2, 15, B
a 1 — 2py— s, M2)} 7
== 231;2 — lS1;2 (M1)
i ; | ; | ; | ; | E
06— 20 60 30
Nuclear charge Z
> Electron-photon operator: gives rise (for instance, in time-dependent perturbation theory) to the transition

amplitude
Mfi = /d?’rgb}a-eeik'rwi.

> Selection rules:

‘Ja — Jb’ < L < J, + Jp 5(JG,L,J()),

= (=1F electric multipoles
T = (—1)! magnetic multipoles

> For low-Z, all high(er) multipole transition are negligible compared to the leading electric dipole (E1) term.

> For heavy and superheavy elements, the high multipoles become rapidly important with nuclear charge Z.

21



2. Interactions of atoms in weak (light) fields

> Scaling rules with nuclear charge Z:

x Z*(El);

o 21 (M1);

o« Z% (M2);

Relative intensity

n

—t

x Z%(E1E1); x Z? (EIM1).

K

o

Characteristic
X-rays

X-rays from a
molybdenum
target at 35 kV

Brehmsstrahlu ng
continuum

S

02 .04 .06 .08 .10 .12
Wavelength (nm)

Figure 2.4.: Left: Characteristic x-rays are emitted from heavy elements when their electrons make transitions between atomic energy levels. Right: The
characteristic K, g x-ray emission appears as two sharp peaks in the photon spectra following the production of a vacancy in the K-shell
(n =1). The background in the emitted x-ray spectra arises from Compton and bremsstrahlung radiation. From en.wikipedia.org/wiki and

22



2.3. Photo excitation and photo emission processes

2.3. Photo excitation and photo emission processes

2.3.a. Photo excitation and fluorescence

> Notation: fiw + A — A* — A¥ + .
> Photoexcitation is often discussed together with photoionization or even photofragmentation (for molecules).

> Fluorescence: spontaneous photon emission that results in some lower-lying level of the atoms or ions.

Photoabsorption and emission of o- vs. w-light

> [eft- and right-circular light are often called also o light, in contrast to the linear-polarized m-light.

> If the atom is aligned along the z-axis (quantization axis), the w-light is emitted in the x — y plane, oscillates
predominantly along the z-axis and combines substates with Am = 0.

> Angular distributions:
eot: W) x (1 + cos®d)
o T: W () o sin?¥

23



2. Interactions of atoms in weak (light) fields

Siegbahn TUPAC Siegbahn TUPAC Siegbahn IUPAC Siegbahn IUPAC
K K-L3 Ly L3-Ms5 Ln LMy Men Ms-N7
K K-La Lex La-Mgy Ly Li-Ma Mty Ms-Ng
KB E-M3 Lf La-My Ly L-MN3 MB My-Ng
Klg K-N3 L L3-Ns Ly L1-03 My M3-Ns
Kif, KN; Lfs Li-M3y Ly  L1-02 ML MysNas
Kfs K-M3 Lf4 L1-Ma Ly Ly-Nj
Klfy  K-Ns  Lfis L3045 L  L2-O4

Ko,  K-Ny Lfs L3-Nj L L3-04
Kfix KNy LBy L301  Lw  La-Ngw
Kifs K-Ms L7 LyNg7 Ln  La-M
KIgs  K-My Lo L1-Ms LI L3-Mj
Lo  Ly-Mgy Ls L3-M3

Lbs L3-M4 Lt L3-M3

L7 Lg-Mj Lu L3-Ng 7

Lv La=Ns(m

Figure 2.5.: While the x-ray (analytical) community still largely uses the so-called Siegbahn notation, the IUPAC notation is consistent with the notation
used for Auger electron spectroscopy, though the latter one is slightly more cumbersome. From nau.edu/cefns/labs.
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2.3. Photo excitation and photo emission processes

2.3.b. Characteristic x-ray radiation

> X-ray transitions: Ka1(2ps/2 — 1s); Ka2(2p1/2 — 18); Kps1(3p3/2 — 1s), ...
> X-ray fluorescence following electron impact:

e + A — e + A — e + AT + hw; hw = E; — FEf.

> Mosley’s law: The energies of the characteristic radiation and of the absorption edges follow (very) approximately

Balmer’s rule: .. with Zeg = Z — S, and with the screening number S.
1 1
2
> X-ray satellite and hypersatellite lines: 51((1s2p) ™2 — (2p322p) %), Kl ((1s)2 — (1s2p3)2)2),

2.3.c. Characteristic x-ray absorption

> Beer’s law: % = —o,ndr with number density n; ... n — number of atoms per cm?® of the material (atomic
density).
1
N(z) = N(0) exp(—z/§); £ = ... mean free path length.

> X-ray Absorption Spectroscopy: measurement of the x-ray absorption coefficient of a material as a function of energy
(EXAFS and XANES).

25



2. Interactions of atoms in weak (light) fields

Mass Absorption Coefficient

X-Ray Absorption Coefficient
Vs
Photon Energy

Photon Energy [eV]

E.
A unoceupied
orbitals

2Pys (La)
2p.. (L)
25 (L)

hvay |
U 15 (K)

occupied
orbitals

XANES

N/

/

0.0 EXAFS
3

g -0.5

=

£ -1.01

<

-1.54 .
Pd-foil: Pd K-edge

242 244 246 248 250 252 254
E / keV

Figure 2.6.: Left: Edges in the x-ray absorption coefficients as function of the photon energy. Right: Principle of X-ray absorption near edge structure
(XANES) and extended X-ray absorption fine structure (EXAFS) spectroscopy. From chemwiki.ucdavis.edu and pubs.rsc.org

> Note that the 'edges’ are often displayed as function of the wavelength ... which virtually leads to a 'mirror’ image

of the figure.

> Usually, the photoelectric effect is largest at low energies, Compton scattering dominates at intermediate energies,

2.3.d. Rayleigh and Compton scattering

26

and pair production dominates at high energies.



2.3. Photo excitation and photo emission processes

10° F ##__,——-———_."_'.-.______1__Tc:tal

101k - -~ Compton B ]

-

o o
T
r

Absorption Coefficient (/cm)

10° 10
Incident Gamma Energy (eV)

Figure 2.7.: The total (x-ray) absorption coefficient as function of the photon energy, and up to very high v energies. The figure displays the relative
importance of the three major effects, the photoionization, Compton and pair-creation process. Above 5 MeV, pair production starts to
dominate the photoabsorption of matter.

> Rayleigh: ho + A — A+ hw ... elastic scattering of high-energetic photons

> Compton: hwo + A — A* + h' ... inelastic scattering of high-energetic photons with a simultaneous
atomic excitation/de-excigtation
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2. Interactions of atoms in weak (light) fields

(ES

Figure 2.8.: Comparison of different ionization and subsequent decay processes in atoms.

2.3.e. Bremsstrahlung

> e (BE)+ A — e (E)+ A+ hw, hw = E,— E! ... energy conservation.

> Maximal loss of kinetic energy of the electron, E, .. = eU leads to a minimum wave lengths

he B E ] = 1240
Euax €U’ -

)\min —
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2.3. Photo excitation and photo emission processes

25

#He |
Me
=]
= 20k —
EOX
s}
= A1
o
= 15/ —
Lok]
2 Tk
= H
=
MO —
=
i
E 5 L . [ Chali
= Li Ma Ga
k Fb Cs Fa
0 | | I | | | | |
0] 10 20 30 40 an (10! FiLh. g =]

atomic number
© 2007 Encyclopaedia Britannica, Inc.

Figure 2.9.: First ionization potential as function of the nuclear charge of elements. From: www1l.aps.anl.gov.

> Examples: U=10kV ~ XA~ 1A; U =100kV ~ X~ 01 A.

> Continuation of the radiative recombination (RR) process if the 'capture’ occurs into the continuum of the ions.
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2. Interactions of atoms in weak (light) fields

@ Photon Auger electron

Zp L 4 Znls
2p L, “‘0\.“ on L, -.-.-O;O—.—.—

Photoelectron

i
i 15 . .'

Figure 2.10.: Schematic diagram for the XPS emission process (left). An incoming photon causes the ejection of a photoelectron. The subsequent relaxation
process (right) leads to the emission of an Auger KLL electron; from http://www.vub.ac.be/

2.3.f. Radiative electron capture (REC)

> Capture of a (quasi-) free electron by an ion under the releases of a photon; important for multiply and highly-charged
ions.

e (E,) + A" — ACVE) + hw — ACYNE) 4+ hw + '

characteristic radiation

> In multiply and highly-charged ions, the REC or radiative recombination (RR) are non-resonant process, while the

30



2.3. Photo excitation and photo emission processes

dielectronic recombination (DR) is a resonant process:

e” + AT — s Al 4 opy ... RR or REC
e” + AT Al Al DE 4 gy ... DR.

> In laser physics, RR is known as a process that destroyes the carriers, i.e. the electrons and holes.

2.3.g. Two-photon absorption (TPA) and two-photon emission

> Simultaneous absorption or emission of two photons:

ho + h' + A — A" — A+ hw + b

> Atomic transition rate depends quadratically on the light intensity: Aabsorption ~ 1 2
> Different selection rules for TPA than for one-photon absorption.

> Examples:

o Helium-like ions:  1s2s 1Sy — 1s%2 1Sy decay by E1IE1 + M1M1 + E2E2 + ... emission; the E1E1 channel
clearly dominates by several orders of magnitude.

o Boryllium-like ions:  15%22s2p 3Py — 15225 1Sy decay by EIM1 + E2M2 + 3E1 + ... emission; the 3P, level
is the lowest excited level and has extreme long lifetimes up to many thousands of years near to the neutral end
of the sequence.

> Scaling with nuclear charge:  A;y oc Z70
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2. Interactions of atoms in weak (light) fields

2.4. Atomic photoionization

Photoionization with subsequent Auger electron emission (autoionization):

ho + AE)  — AT(E) + eB,) — ATT(E) + (B, + eulB)

post—collision interaction

30 35 40 45 50 55

T LV E
. hv + W — W' + electron(s) 3
40 F g

30 |

20

E RHF theory
10 E

5p excitations
.,...:,:'.::|'.:::’|:::::::::}:::E
experimental photo-ion yields 3

40

Cross section (Mb)
o

30 b
20

10 E

30 35 40 45 50 55
Photon energy (eV)

Figure 2.11.: Cross sections for the photoionization of neutral W (tungsten) atoms. The upper panel shows the result of relativistic Hartree-Fock (RHF)

calculations for the photoabsorption by neutral tungsten. The tungsten atoms are brought into the gas phase by evaporating tungsten at
3200 K. From www.mdpi.com.
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2.4. Atomic photoionization

2.4.a. Photoionization amplitudes and transition amplitudes

> Photoionization from the ground state of an atom or ion is possible for 7w > [, (1st ionization potential).

> For a weak photon field, this ionization is again caused by the Hamiltonian

(& g
/
H = - A . E P = (in E1 approximation) E - Li
- )

s [FO et n] , and where F, denotes the magnitude of the electric field.

with E =
P(w) is the ionization

> Cross section for the photoionization of an atom for a transition from [i) — |f) :

probability per atom and time unit

> Photon flux F': is the number of photons per unit area and unit time

|F0|20
8T w

F pr—

k¢ — asymptotic momentum of the free electron.
F, ,
—r-n|i

2
p(Ef) = po6(hw + E; — Ef) = po5<hw+ff - 2f>

> Transition probability:
2

,0(Ef)

Pif(w7 kf) = 27

> Density of states:



2. Interactions of atoms in weak (light) fields

> Total transition probability:

Py(w) = Y Piy(w, ky)

> Free (outgoing) electron: is often approximated by Coulomb waves

1 1
lim Rge(r) ~ - CoS <l-c7“ + %ln(ri) — M

r—00

+ 6£Coulomb + 52)

g, omemb - Coulomb phase shift
d¢ ... non — Coulomb phase shift

q ... (screened) charge that is seen asymptotically by the electron

> Summation over kj: % — normalization factor of free electrons in the momentum scale.

9 2
S ;/dkf = Pyw) ) = . /dkf Pig(w, ky)
ks ky
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2.4. Atomic photoionization

2.4.b. Shake-up and shake-off processes; direct double photoionization

> Photoionization with excitation and direct double photoionization:

hwo + A — A7 4 e — AT+ e, + ey ionization — excitation with subs. Auger
— AT+ 2e, direct double ionization
— A — AT 4+ 2¢;, excitation with Auger with shake — off
— A* — AT + e} — AT+ 2¢; excitation with two — step Auger cascade

> Transition amplitude:

(((vp Ty, €1k1) Xy, €ak2) J' M| Zoy | i JiM;)
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2. Interactions of atoms in weak (light) fields

Incident X-ray Continuum Radiation
Electrons (Brehmsstrahlung)

......................................................

M L Bremsstrahlung
= v

Elasticall
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Electron

Relative intensity

Inelastically 1 T
.02 .04 08 .08 10
Scattered Electron Wavelength (nm)

Figure 2.12.: Left: Different elastic and inelastic electron scattering processes on atoms, including bremsstrahlung. Right: Bremsstrahlung is characterized
by a continuous distribution of radiation that is shifted towards higher photon energies and becomes more intense with increasing electron

energy. From: www.nde-ed.org/EducationResources and hyperphysics.phy-astr.gsu.edu.

2.5. Non-radiative transitions: Auger transitions and autoionization

> Single- or two-step Auger decay:

AT AlEDE — AT €q1 T €ao
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Figure 2.13.: Information that is available from Auger electron spectroscopy. From www.lpdlabservices.co.uk

> Examples:

K—LL, K~ LM, L — MM, Ly — MMy, ...

L— LM, M — MN, ..
L—LL, Ly — LyL. M — —MM, ...

normal Auger transitions
Coster — Kronig transitions

super.Coster — Kronig transitions

2.5. Non-radiative transitions: Auger transitions and autoionization

> For an autoionization, the excited atom AY™* must lay energetically in the continuum of the next higher charge

state.
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2. Interactions of atoms in weak (light) fields
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Figure 2.14.: Left: Comparison of Auger yield and fluorescence yield as a function of atomic number. Right: Auger characteristic energies. From and
commons.wikimedia.org and www.semitracks.com.

> Auger transitions and autoionization are caused by inter-electronic interactions.
> Kinetic energy of emitted electrons: Eyin = Ei(N) — Ef(N —1).
> Autoionization:  (Low-energy) emission of valence electrons.

Auger decay: (High-energetic) electron emission after decay of an inner-shell hole.

> Autoionization and Auger decay are very similar in their theoretical treatment; they are both described by the Auger
(autoionization) rate

2
1
Agi ~ 2m (g eprp) M Y —| i,

r
i<j Y
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2.5. Non-radiative transitions: Auger transitions and autoionization

> Selection rules for Auger transitions:
AJ = |J; — Jf| = AM = |M; — My| =0 (strict, since caused by inner interactions)
AL = AMp = AS = AMg = 0 (in the non — relativistic framework)

However, no simple rules apply for J;, J; or M;, My, since the access angular momentum is carried away by the
outgoing electron.

> Scaling with nuclear charge Z: Ay o« Z° = const.

> Auger electron spectroscopy (AES): common analytical technique for studying surfaces and materials.

> Excitation and subsequent decay of a neutral atom:

hw + A — A™(E) + e)(By) = ATT(Er) + ep(Ey) + ea(Ea)

post—collision interaction

> Auger vs. fluorescence yield:

Ly L z — 1 for Z > 50
= X ————= or .
I, + T4 > T Z4 + Z0

w =

> Shake-up and shake-off processes:  Excitation and (auto-) ionization due to a sudden change in the potential; often
estimated in terms of probabilities due to the overlap of wave functions that are obtaine for a N-electron atom:

Pspake = 1 — /dBT w;(N_l) %(N)

Porvital = / dr YN — 1) ¥i(N) ... probability to stay in given orbital.
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2. Interactions of atoms in weak (light) fields

2.6. Beyond single-photon or single-electron transitions

Weak processes with several photons and/or electrons:

> E1E1 (or 2E1) decay of excited states:

Fxample: He-like 1s2s 1Sy — 1s2 1S,  can only decay by 2E1 and, hence, the 1s2s 1Sj level in neutral helium
is metastable with a lifetime of about 19 ms.

Hyperfine quenching:

> Radiative Auger decay: AT — AT 4w + e

> Two-photon double ionization:  2Aw + A™ — AT + e (E1) + e,,(F)

> Two-color single ionization: hwi + hws + A — AT + e,
> Two-color double ionization: hwp + hwy + A — ATT + e (E1) + e,,5(E)
> Multi-photon ionization: n-hw + A — A" + e,

> Quantum mechanics allows many more but often (very) weak transitions.

> Conservation of energy typically leads to a unique condition(s) for the (sum of) energies of the emitted particles.
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