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Energy transfer and coherence transfer between two atoms of different species are studied
theoretically. The electric dipole-dipole interaction is the mechanism considered for the ex-
citation transfer. A generalized perturbation method for a damping system is used. A general
formula is derived for the polarization of the sensitized fluorescence resulting from the excita-

tion transfer.

This polarization is shown to be dependent on the angular momenta of the two

atoms, and to be independent of their relative velocity as well as of their difference in the
energy of excitation. The polarizations are found to be nonzero in many cases which demon-
strate the transfer of coherence through collision processes. A general and compact formula
is also derived for the polarization of pure fluorescence where excitation exchange has not

taken place.

the magnetic field effect has been included.

The polarization of the sensitized fluorescence is in general smaller than that of
the pure fluorescence. This means that the coherence is transferred only partially.

Finally,

This field depolarization depends on the g; values

and the lifetimes of the excited states of both atoms. The general feature of the field dependence
also differs considerably from that of the Hanle effect for resonance fluorescence.

INTRODUCTION

The polarization of resonance fluorescence has
long been a known phenomenon.! For example,
when 'S, ~'P; excitation is induced by a linearly
polarized light with y polarization, the resulting
resonance fluorescence observed in the z direction
is expected to be 100% polarized in the y direction.
If a slowly increasing magnetic field is applied in
the z direction, the coherence among the magnetic
sublevels of the excited state will be slowly de-
stroyed because of the splitting of the sublevels,
and the polarization of the scattered light decreases
accordingly. The magnetic field depolarization
also depends on the g; value and the lifetime of the
excited state. This is the well-known Hanle? effect
for measuring the lifetime of the excited state.
Early theoretical works on damping and polarization
of radiation was done by Weisskopf® and by Breit,*
It has since been applied to the level-crossing® and
optical-pumping® problems and has also been ap-
plied to the polarization of the electron-atom col-
lision light.”

The polarization of the sensitized fluorescence
was observed recently by Gough.?® In his experi-
ment a mixture of mercury and cadmium vapour
was irradiated by a linearly polarized resonant
light of mercury, and the fluorescence of cadmium
was found to be 2-5% polarized. This implies®
that part of the coherence among the sublevels of
the excited mercury was transferred to the excited
cadmium through a collision of the second kind.

An optically excited atom A may transfer its ex-
citation resonantly to atom B of the same element
through electrostatic dipole-dipole interaction and
radiative electromagnetic interaction. These inter-
actions were considered by Hutchinson and

o

Hameka,!® Fontana and Hearn, }! and Stephen'? in
their theoretical studies of the lifetime and the
linewidth of the emitted fluorescence due to inter-
acting atoms. Happer and Soloman!® studied these
effects in connection with signal shapes in optical
double resonance. Chiu'* has studied the colli-
sional depolarization of the resonance fluorescence
by considering these interactions. In all these
studies, there is no net energy transfer between the
excitation energy and the kinetic energy, and the
quasistatic approximation was used.

In the present work, we study theoretically the
polarization of sensitized fluorescence. Here
atoms A and B are assumed to be of different spe-
cies and, therefore, possess different energies of
excitation. Atom A can be excited by the incident
light, which is linearly polarized. The transfer
of excitation from A to B is accompanied by con-
verting the excess energy of excitation A€ into
the kinetic energy of the relative motion, The
probability (or cross section) for atom B to emit
light of polarization parallel or perpendicular to
that of incident light is calculated. The polariza-
tion of sensitized fluorescence is then obtained.
Due to a proper rotational transformation, one is
able to integrate the relative motion of the final
states and to yield a compact expression which
was not previously obtained for the probability of
sensitized fluorescence. A general formula (in
terms of Clebsch-Gordan coefficients) for the
polarization is derived in Sec. I. The examples
in Sec. Il indicate that the emitted sensitized
fluorescence is polarized in many cases. This is
the theoretical verification that coherence can be
transferred through collision of the second kind.
Although the cross section for energy transfer
depends on A€ and the relative velocity, the polar-
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ization is found to depend only on the quantum num-
bers of the excited and the ground states of atoms
A and B,

With a magnetic field present in the quantization
direction, the polarization decreases. The effect
of magnetic field on polarization can be expressed
as a multiplicative factor which (as shown in Sec.
IIT) will depend on the natural lifetimes and g;
values of the excited states of both atoms. The ex-
periment on the magnetic-field-dependent line
shape, which is similar to the Hanle effect of reso-
nance fluorescence, will be able to determine the
lifetimes of both atoms. This may be a useful
method to measure the lifetimes of certain atomic
states which are not measurable otherwise. Finally,
the results of sensitized fluorescence and that of
pure fluorescence (where excitation-exchange has
not taken place) are compared in Sec. III. Not only
that the field-free polarization of sensitized flu-
orescence is always smaller than the case of pure
fluorescence, the magnetic field depolarizations
in the two cases are also distinctively different.
The results of present work (as will be discussed
at the end of Sec. III) can be applied to atoms with
nuclear spin when one can isolate and follow the
optical transitions between a pair of hyperfine
levels, one belonging to the upper and the other to
the lower state. The general treatment on the
nuclear-spin effect will be presented in a later
work,

The method of present work can be extended to
calculate the cross section of energy transfer!®
where different fine-structure components are in-
volved. Zare and co-workers'® have recently mea-
sured the cross-section of excitation transfer be-
tween various fine -structure components of alkali-
atom-alkali-atom collision. Melton and Klem-~
perer'” have measured the same between different
vibrational levels of the NO molecule. In all these
works the results are obtained by measuring the
relative intensities of sensitized fluorescence.
Following the present method, we can calculate!®
directly the intensities of sensitized fluorescence,
hence making possible direct comparison with ex-
perimental results.

I. GENERAL FORMALISM

Atoms A and B of different elements are initially
in their ground states (J,M,) and (J,M,), respec-
tively. The incident light (see Fig. 1) of energy
7ick, and of polarization ¢, can excite atom A into
one of its excited states (j,m,). The excitation of A
is then transferred to B such that B is excited to
state (j,m,) and A goes to the lower state (J,M}).
Finally atom B goes to its final state (J,M}) by
emitting sensitized fluorescence radiation of energy
7ick , and polarization §,. Throughout this work,
the angular momentum quantum numbers J and M
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in capital letter are used for the lower-energy
states (i. e., initial and final states) and j and m in
small letter for the optically excited states. Our
purpose is to calculate the polarization &, of the
sensitized fluorescence knowing that the polariza-
tion of the incident radiation is &,. Such informa-
tion will indicate whether the coherence among the
excited states of atom A is transferred to atom B.
The total angular momenta J7 (of the ground state)
and jz (of the excited state) are quite arbitrary ex-
cept that they can be connected through electric di-
pole transition. In other words J# (or j7) will be
the electronic orbital angular momentum if the atom
possesses neither electronic nor nuclear spin. J
(or 7) will be the fine-structure or hyperfine-struc -
ture quantum number depending on whether the atom
possesses electronic spin or both electronic and
nuclear spin. The states of different J (or j) are
assumed to be well resolved in comparison with the
linewidth of the incident and the emitted radiation.
Neglecting the electron-exchange effect, the initial
(¥;,), intermediate (¥, and ¥), and final (¥,,)
states are simple products of atomic wave functions
(¢), wave function due to internuclear motion (x),
and wave function of the photon field (). The wave
functions and their corresponding energies are as
follows:

¥ ,= ¢JaMa(FA!) D sty (FBJ)XI(K) d(n,) , (1.1a)
Eiv=€JaMa+€Jbe+Ti+nvhc'<v’ (l-lb)

‘I‘A = ¢jama (FAi) ¢JbM1, (-fBj) Xa (ﬁ) Zsb(nu - 1) ) (1- 23.)

Es=€5umg + €ty + Ta+ 0, - Viick, , (1. 2p)

Yo =0 sy (Fai) G symy Ta) X (n, = 1), (1. 3a)
A*(jomu) BUM) . EXCITaroy
TRANSFgR ~ =~ - - A(J;M;) B*(jbmb)
hek, ek,
a, S
A(LM) B(IM) AL M) BUM,)
INITIAL STATE FINAL STATE

FIG. 1. Atoms A and B are initially in their ground
states (J M,) and (J,M,). Incident light of energy Zck,
and polarization G, excites atom A into its excited state
(jgmgd. The excitation is transferred from A to B
accompanied by changes in kinetic energy of the relative
motion. Sensitized fluorescence of %ick, and 0, is emitted
by atom B resulting in the lower-energy final state
(JyMy) for B.
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EB=€J;M;+€jbmb+TB+("v’1)7Zc"w (1. 3p)

Viu=0smm, (Fas) bapu; Fp) xRy O, -1, 1),
(1.4a)
Epu=€rpuy+ €opu+ Te+(n, - Dick, +fick,
(1. 4b)
The intermediate state ¥, (or ¥,) refers to atom
A (or B) being excited. (rn,) is the phonon state
where n photons of energy 7ick, and polarization g,
are present; P(n, —1) is the state when a photon v
is absorbed; and ¥(n, — 1, u) is the state where a
photon v is absorbed and a photon u is emitted.
x(ﬁ), the wave function of the relative internuclear
motion, is approximated by a plane wave as follows:

x(®)=(1/1)¥2 ¢FF (1.5)

The above x(ﬁ) is normalized in a large box of di-
mension L. €;,and €,y (or €;.,.) are the energies
of the atomic excited and ground states, respective-
ly. T’s are the kinetic energies of the internuclear
motion. Since the optical excitation and deexcita-
tion are much faster than the nuclear motion, we
have

T,=T;=hk%%/2M
and

TB= Tf: ﬁzki/ZM N

(1.6)

(1.7

where M=m,mg/(m4+my) is the reduced mass of
A and B.

At a given time ¢, the state wave function u (¢) is
a linear combination of the above ¥’s with time-
dependent coefficient b(¢),

Ult)=b,, () ¥, e Ewt/Pyp, (1) ByeiBat/M

+ D5 (1) Upe BB My b, (1) Wy, e Esut/M e (1,8)

The perturbations H’ considered here are the elec-
trostatic interaction V between atoms A and B, and
the radiative electromagnetic interaction H between
the atomic system and the radiation field. By multi-
pole expansion of the electrostatic interaction be-
tween two neutral atoms, the following dipole-dipole
interaction, '!® which is the lowest-order term to
connect two differently excited atoms, will be con-
sidered here:

V==(6 e%/R* 0 2, (=) C(112;u, v ~u, v)

ij w

X 7ulAd) v, (Bj) Cq, ,(R) ,  (1.9)

where
CrnR) =[41/(2+1) "7, (R), C(112;uv-u,v)

is the Clebsch-Gordan coefficient, e is the electron-
ic charge, 7,(Ai) is the uth component of the spheri-
cal vector T(A{) of electron ¢ centered on nucleus A,
and 7,.,(Bj) is the corresponding one centered on B.
Neglecting the second-order terms, i.e., A% terms,
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the radiative interaction'® becomes
H=-(e/me)D; A By, (1.10)
and
A= @n2 e D, 6y (gre™ 7t gt e
(1.11)

where P; is the linear momentum of electron i, 7, is
the electronic radius vector refers to the space-
fixed center, m is the electronic mass, and cis the
velocity of light. The operator ¢, annihilates a
photon A and gf creates a photon X. The matrix
elements of these operators over the photon states
are as follows:

(m~1] axlm) = (ny| g ny = 1) = (imn/ 2ck,L3)1 2.
(1.12)
Substituting (1.8) into the time-dependent Schroding -

er equation, we obtain equations for the time-depen-
dent coefficient b,(t)’s:

D () =20 Hopo by () @ EnBn 2t (1.13)

Following the time-dependent method for damping
systems, %292 p (f) is expressed in terms of a
Fourier energy transform,

b ()= '_21172s

©

ei(E n-E)t/h -1
E-E;+3inT(E)|(E -E,)
(1.14)

dE U,(E) [

n#1)
where

U B)=H, ;+ 23 Hpit(E-E,)U,.(E), (1.15)
n'#i

$iD(E)=i 23 H,4{(E—-E,)U,.(E), (1.16)
n'#i
and
¢(E~Ey)=lim (E -E, +i€)™
€-0
=P(E -E,)" —in6(E-E,.) . (1.17)

The index i refers to the initial state which is ¥,,
in the present work. Since we are interested in the
intensity of the sensitized fluorescence, we only
need to compute | b, (¢~ «)| 2, which is the proba-
bility amplitude of reaching the final state by emit-
ting a photon of energy 7Zck, and polarization Eu
after the system has been excited by a photon char-
acterized by %ck, and G,. For ¢~ the time de-
pendent factor in (1.14) becomes a ¢ function and
we have®

bsu(0)=Up,(Epu)Epy —Ey+3i0T(E;,)] ™, (1.18)

where
D(E)=(2i/h) DpHy at(E ~ENUAE) ,  (1.19)
Ufu(E):EB'Hfu,B'Ua'(E)E(E-Es') , (1. 20)

Uu(E) :HA,iu"'Zf'AHA,f' b Uf’x(E)g(E ‘Ef'x)
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+ %3 Va,5:Us (E)E(E ~Ep:) , (1.212)
Up(E) = :‘2 sHp s Up(E)C(E —Ey 1)
+§ Vg a+ Ust(E)S(E —=Enr) , (1. 21b)

and
UpA(E)=20prHpon a0 Ups (E)E(E = E4»)
+ZBIHf ‘), B’ UBl(E)E(E —EBI) . (1. 22)

As defined in (1.19), T is the total probability of
absorption from the initial state, and it is propor-
tional to the intensity of the incident light. For in-
cident light that is not too strong, I'" is a very small
quantity which after averaging over the initial states
of atom A becomes (derivation will be shown later
in Appendix A)

F=(2np,,/h'zc)dﬂ,,ll7(v)la , (1. 23)
where p, is the density function of the incident light
and is assumed to be constant over the absorption

width, dQ, is the solid angle of the incident beam
on the system and

|HW) |22 (2J,+ 1) 25 (gmo| H| I, M, M, | H|jgm,) .

Momg
(1.24a)

The right-hand side of Eq. (1. 24a) (can be shown
later) reduces to

(Gmeicn, x,L°|(J,| [2: T (4d)] [ )] . (1.24b)

Substituting (1. 22) into (1.21) and using the rela-
tions (which will be proved in Appendix B)

20 Hy soaHpo, peb(Egy —Ef0))=0 (1.25)
'

and
20 Hy pyHpn 40 8(Epy = Epny) = (8/28)7a04 4
2

(1.26a)
where

va = (4%/30)(ic)>
X2

7a

Gal [ZF @D ][9] %e,, ~€s2)?,

(1. 26b)

and a similar relation for y5, Egs. (1.21a) and
(1. 21b) now read

(Efy —Ep+3ilya)Ua(E;u)C(Epy —Ey)
:HA,{V+EB'VA,B'UB'(Eju)§(Efu —EB:) (1. 27a)

J
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and
(Epy ~Ep +2 iltys)Up(Ez, )¢ (g — Ep)

=20a+ V ar Us(Ep)E(Bpy —Egr) ,  (1.27D)
respectively. The identity

(E-E)(E-E)=1 (1.28)

was used in deriving the above equations. The
quantity y, (similarly for yp) as defined in (1. 26)

is the total transition probability from state A to
all the final states via radiative interaction, and the
reciprocal of y, is the lifetime of the excited state
of atom A. Neglecting the second term on the right-
hand side-of (1.27a), we obtain a first-order ex-
pression for U, which is then substituted into

(1. 27b) to give a second-order expression for Ug.
This second-order expression of Uz is then sub-
stituted into (1. 20) to give a third-order expression
for U, ,(E),

HfuB VB,A HA,iv
4 +3 iy A )E —Ep +3ilys)
(1.29)
The probability W (v - 1) of absorbing a photon of
energy fick, and polarization g, (at solid angle d€,)
and then emitting a photon of energy /%ck, and polar-
ization g, (at solid angle d,) is obtained by sum-
ming | by, ()| 2 over the final states and averaging
over the initial states as follows:

W= ) =005 b, )|?, (1.30)

i f ve

where the summation over v and y means the sum-
mation over the incident and the emitted photon en-
ergy, and the }Ti sign means averaging over the ini-
tial states. From (1.18) we have

Z‘/u Ibfu(w)l 2:21’] Ufu(Efu)iz[(Efu. —Eiu)z‘*‘%ﬁzrz].l .
(1.31)

Since I is very small, the denominator has practi-

cally the property of a 8(E;, - E;,) function. Re-

placing 3, by d,[dk,p, and using (1. 23) for T, Eq.
(1. 31) becomes

2] b ()] 2= | Uy (=) |2/ | HW) |2 . (1.32)

The integration of the & function implies the energy
conservation E,,=E;,. Next, we replace}, by
(L/2m)3%dQ, [ dk .« and keep all factors which vary
slowly with k, outside the integral, The following
is obtained:

EZ; Ibfu(w)lz _ Z} dQuKiLchf“,BVB;AHA'[VH?M,,B'V;’,A'Hx',iu , (1.33)
B v

ABA’B’

(2m3 1 B@w)| %ic
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where
G= fd(;l_cKu)[(Efu. '—EA +%ih7A)(Efp. _EB +%1:h:')/5)

X (Efy —Eq+ =3 iliya)(Efy —Ege —3il0y5)]"t .
(1.34)
The denominator on the right-hand side of the above
equation can be fractionated into a linear combina-
tion of four terms. Due to the smallness of y, and
vYs, each term is a representation of a { function,
e.g.,

2m

2057
(B4, = Ep +3 iliyg)™ = P(E;, —Ep)™ —ind(Ey, —Ep) ,

(1.35)
where

Efu—EB =ﬁCKy +€J£M'b—€jbmb . (1. 36)
The integration over the principal-value parts of the
four terms cancels each term whereas the integra-
tion over the &-function parts gives

G=-7

where
Yap=2(va +75) s (1.38)
Buar =€) m ~€ms (1.39)
Appt = €jpmy = €gym) 5 (1.40)

]

1

1 1
Agpe + %5 —RE)(2M) ™ =ity s5 1 [Aps 5 + 1125 =7 )(2M) T +iliy 45] (AAA' — ity s ’ Apgpe —iﬁ?’a> ’

(1.37)
T
Bpp = (€gumg = €spmp) = (€riul = €apty) (1.41)
and
Ayp=(€5umy = €pmy) = (€52 ul = €rpuy) - (1.42)

Fractionating the denominator, Eq. (1.37) becomes

(1.43)

21
G‘(AAB,+fz2(k§—k,?)(2M)'f—myAB _AA.B+ﬁ2(k?—kfa)(2M)‘1+ihyAB) (Apar —iltys)(Bppr —ifiyg)

Now we consider the special case where the mag-
netic field along the quantization axis (z axis) is
zero (the case of nonzero magnetic field will be
considered in Sec. II). Magnetic sublevels are de-

generate and we have
Aypar=08pp =0 and Appr=A445=4A, (1.44)

Since y,5 is also a small value, each term inside

the curly bracket of (1.43) is a ¢ function. By Eq.
(1. 44), Eq. (1.43) becomes
G= 24”2 o[7z2(k% - k2)/ (2M) - A] . (1.45)
[ AING:
1
W ds, Mk®,L®

V= )= aiy o ) (20, 1)y 7 1

In Eq. (1.48), the summation sign on the right-hand
side sums over the intermediate states A, B, A’, B
and the magnetic sublevels (M, M,, M_, M) of the
initial and the final states of atoms A and B.

The matrix elements over H and V are

H;, 5 =ienlick, L%)3(J, M| 2516 4 T(B,)| s m5)

We substitute the above expression for G into (1. 33),
then sum (1. 33) over the final states and average
it over the initial states. Since

DY = @I, 1) (20, + 1)L/ 2m)°
i f

X 2 2 [de depk,) [ drydse Rl
MaMy MIM]

(1.46)
we integrate the G of Eq. (1.45) over dk; to give
[ dr; B2G = (4n° Mk,)/ (Y 4v5) (1.47)

and to obtain the following expression for (1. 30):

) Efdki asy; p(k,)fdsz, Hpun Vo aHa, iy HEupe Ve, ar Ho )y

(1. 48)

X (xs| e T8 |yx,), (1.49)
Hy 4= —ieulicn,k , L) Y2 (j,m, | 20,6, (A1) |7, M,)

X (x| e®vFaly,),  (1.50)

VB,A=(._‘/6—92)Z (-rPc12;u,v-u,v)
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X(J & M| 7, (A) | o mg)
X (]b my IZ, 'Vv-u(Bj)i Jb Mb)

x (X5 Ca, (RVR®[Xa) » (1. 51)

where T, and T, are the position vectors of nuclei
A and B, respectively, measured from the space-
fixed center. Substituting the matrix elements
(1.49)—(1.51) into (1.48), we perform the summa-
tions over the intermediate states A4, B, A’, E'.
These summations imply the summations over the
nuclear relative motions as well as the magnetic
sublevels of the atomic excited states, i.e.,

=22, (1.52)
A m, a

where
o= (L/27)[ dr, A kS, (1.53)

|
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and by Eq. (1.5) of the nuclear wave functions, we
have

Tax¥ (R) x(R)=6(R-R") . (1. 54)

Having performed the above-mentioned summations,
(1. 48) now becomes

W(v=p)=F (i % 4v5)" 25 £wp) [ d; dk; p(ky)ks

x [ag,Cc,c%, (1.55)
where

- 649, k3cMen,k
VT @2n)2n Hw) 1 3(2d,+1)(2J, + 1)’

(1.56)

Co=(=)%x,|e i n'tB cz,_v(é)R'sem"'“\ Xi),
(1.57)
and

elvp)= C(112;u, v —u, v)C(112;u’, v" —u', V) (I3 M;}leau' F(Bj)fjbm;)*(jbm; ‘Zj Vu'-u'(Bj)! Jb'Mb’)*

X (Jale’zlzi Ty ’(Ai)ljam:z)*(ja m:'l ’Z/{Ev' F(Al)] Ja Ma)* (J;; M;' Zjau' F(B])t]b "lb)(jbmb|217v-u(Bj) t Jh Mb)

The summation sign in Eq. (1.55) now stands for

the summation to sum over all the magnetic quantum

numbers (i.e., wu, v,u’, V', mg, My, My, My, Mgy My, M.,

X (L M| 27 (AD)| o mg) (G mg| 22,6, T(AD)| T, M,) (1.58)
[
therefore have?
Ro'w
dRjs(pR)R =% (1. 65)
-0

Mj). Substituting (1. 5) into (1. 57) we have

C,=(~ )»L_sei(iz,,-zu)-ﬁcfd"R gl R Czl_,v(l'i)R'3 ,

(1.59)

where

iicz (mA+ mB)-l(mAFA+ mB;B) , (1. 60a)

R=TF, -7, (1. 60b)
and

p=K-Kk;, (1.61)
with

K= (ma+mg) (mph,+myic,)+K, . (1.62)
By partial-wave expansion

e?E =4y f, i“, i'j(pR) Y,,,(R) Y, (p) (1.83)

1=0 m=~y
and integration over the angular part, we have
[dRe™E ¢y, (R) R
=~ 412 Yo, ,(3) o0 dR jo(pR)R™ .
(1. 64)

The integration limit R, practically equals the di-
mension of the box L, which is very large. We

Substituting (1. 65) into (1.64), the latter is then in
turn substituted into (1.59) to give an expression
for C,; we obtain

CCH=L 4 EDYE, () Yz, (p) . (1.66)

The unit vector § that appears in Y;,(p) implies the
polar and azimuth angles (6,, ¢,) of vector p with
respect to the space-fixed z axis. By a rotational
transformation (see Fig. 2), Y,,(6,¢,) transforms
into the following:

Ylm(epqpp):Z\/m'Dfntn'(ef’ [ZFS O)Ylm’(xw) ’

where (x, ¥) are the corresponding angles of p with
respect to vector K, (recall p=K~-EK,), Db.(6;, ¢4, 0)
is the rotational matrix, ® and (6, ¢,) are the angles
of vector k; with respect to the fixed z axis. Inte-
grating (1.67) over d€, we have

(1.67)

S Y1n(8,9,) A2 = 4101 0D, 020ms Ot 0 Vs, o (XY)

=(4m)'26, 40,0 - (1.68)

Since the product of two spherical harmonics gives
a linear combination of spherical harmonics with
appropriate coefficients, #® the integration of (1.66)
over d; by using the above formula (1.68) becomes
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3
[ag, c,cx. ooy
1 /.
=L"%(47)°(9)"(-)*C(220; -vv0)C(220; 000)5, , - o
= L-(47)*(45)75,,, + . (1.69) o :
Substituting this into (1.55), we have o |
W~ 1) =Ft%,y5) 0 Lwp)d, o , (1.70) bk ! K !
I
! 1
where A T | g
Fp=FL-%(4n)*(45)" [ as; dk ok, ks TN |
(1.71) AN :

by =[5+ (g, —€,,)2M/BA)]E

The incident light, propagating along the x axis,
is assumed to be y polarized, i.e., §,*T=y. The
emitted sensitized fluorescence observed in the z
direction can be either x or y polarized, i.e.,
0,°T=xory. Ifthe intensity of the scattered light
of x polarization equals to that of y polarization, the
sensitized fluorescence is not polarized. On the
other hand we will have 100% polarization if the in-
tensity of x polarization equals to zero. Both x and
y can be expressed in terms of spherical tensors
vy and 7_y,

x==(1/V2)ry -7v4) and y=0G/N2)ry+7ry) .

(1.72)
The matrix elements of »; and »_; can easily be

FIG. 2. Rotational transformation: ¥;,(6,¢,) is ex-
pressed in terms of ¥, f¢) [see Eq. (1.67)] by rotating
the space-fixed z axis into the z’ axis. The latter is
parallel to vector E,

evaluated as®

Gm|r | IM) =C @1j; Mum)G||T||D . (1.73)

Using the relations in (1.72) and (1.73), we now

sum £(vp) of Eq. (1.58) over v’ and all the magnetic
quantum numbers, i.e., M,, M;, My, M 'b, of the
ground states and obtain

Z;, £(l)=y, “:y)bvv' :qo{qlam;,maém{,,mbﬁu’,u +qzém;,ma-zém,;,mb~25u',u+2 +qsam,;,mao-zém;,mbwéu',u-Z}R(J; ]) ’

MaMg
MpMpv '

where

RW; )= W5 [Z,3B)] [ 50)*[Gol | Z,FB))| | 5,) |2
X | (jal IEi?(Al)l IJa)Izl(J;I ‘ZIF(Al)I lja)lz7 (1-75)

q0=iC(112; U, v—Uu, U)C(Jbljb? my =0 +U, V —U, mb)c(jallez? Mgy U, m,,+u) ’

(1.74)

(1.786)

q1:C(112; U, v-u; U)[C(jle!I;; My, 1, mb"”l)z"fc(jbl‘];; Mg, —1, mb _1)2][C(Ja1ja; Mg "'17 1: ma)z

+C(WJ 1, me+1, =1, m,)21CWslhp; mp—v+u, v —u, my)Cj1d s Mgy Uy, Mg+u) , (1.77)
42 0T q3=C(112; y+2, v —u ¥2, v)C(jle;; my¥F2, £1, mﬁ:l)C(j,,lJ;; my, F1, myF1)
xc(Jbljb; mp —0v tu, v-u¢2, mb’:Fz)C(Jalja; ma;l’ :Fl, ma:Fz)c(Jalja; maq:]': il’ ma)
XC(j1d0; maF2, u+2, mqg+u) . (1.78)
f
In Eq. (1.78), the upper sign gives g, and the lower Q1 (mgmyuv) =qyqq , (1.80a)
sign gives ¢;. Again summing (1.74) over m,, mp,
an%l ug we({xsave ¢ 8 : e 1o Qalmamyuv) =q2q, , (1.80D)
Qslmmyuv) =q3q, . (1.80c)
27 (1.74) = [Q,(m gmyuv) + Q sm gmyuv) ¢
mymyu’ ol VRW: 1) (1.79) Since
+ Qslm gmy uv s 5, (L.
s 2 Qmgmpuv)= 2 Qilmgmyuv) , (1.81)
where mgmpuv Mmgmpuv
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the summation of (1.79) over the remaining mag-
netic quantum numbers, i.e., m,, m;, u, v, reduces
to

27 £(9y)0,y

all
=2

mambuv

[Q1(mamy uv) + 2Q4(mmy uv) IR 7) |

(1.82)
where the },,; sign on the left-hand side sums over
all the magnetic quantum numbers. Substituting
(1. 82) into (1.70), the probability of observing y-
polarized light becomes
W(y-y) =F2(ﬁ27A75)'1 2 [Q1(Wlambuv)

mampuv
+2Qamamyuv) JRW; j) . (1.83)
Following similar procedures, the probability for

observing x-polarized scattered light after the ex-
citation by y-polarized light becomes

W(y—-x)= Fyi®yavp)™ 20 [Qilmemyuv)

mq mbuv

- 2Q5(mamy ww) |RW; 7). (1.84)
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The polarization P, of the sensitized fluorescence
therefore becomes

_ Wy =y) = W(y—x) _ ZZmambquz(mambuv)
0 W(y"y)+ W(y"x) Zmambqul(mambuv) ’

(1.85)
The polarization P, expressed in the above Eq.
(1. 85) is the polarization in the absence of magnetic
field. When the field is zero, W(v— pu) and, con-
sequently, P, are invariant with respect to the rota-
tion of the coordinates. As a result y can be re-
placed by z and x can be replaced by y, i.e.,
W(y—-y)= W(z-z) and W(y - x)- W(z—=1y). The
matrix elements are transformed accordingly and
W(v - 1) becomes easier to evaluate in many cases.
The polarization now takes the following form though
it has the same value as that of (1.85):

_W(z=2)-W(z~y)

T W(z-2z)+ W(z-y)

_ Z mambuv[Qn(mamb uv) - Q]_ (mumb MU)]

B 2 mambuv[Qu (mamb uv) + Q_L(Wlamb uv)] ’

Py

(1.86)

where

Qu(mambuv)zc(llz; u, v—Uu, U)ZC(jle;; mbomb)a C(Jalja; maoma)zc(‘]bljb; my, =v+u, v-—u, mb)z

XC g 1d o may u, mg+u)?, (1.87)

Q;(mambuv)=%c(112; u, v—u, U)Z[C(jle;; My, 1, mb+l)z+c(jb1J;; mb)_l, mb—l)z]C(Jalja§ Tﬂaon’la)‘2

XC(Gld e, ma, ty ma+u)?CWyljp; my—v+u, v—u, my)?. (1.88)

Both Eq. (1.85) and (1.86) can be used to calculate
the (magnetic) field-free polarization.

II. MAGNETIC FIELD EFFECT

If the magnetic field H, along the quantization z
axis is not zero, the magnetic sublevels of the
atomic states will not be degenerate and hence the
conditions of (1.44) and the expression (1.45) for
G will not be satisfied. We now reexpress the orig-
inal expression for G in (1.43) as follows:

G=[t* (A +7%RE-EE)(2M)™)

—el8gp +7HRE=R2)(2M)™)]

2mi
X - - . (2.1
(Apar=iliys)(Dppe —iliyp) )

The ¢ functions above, as shown in (1. 35), are linear
combination of the principal-value part and a 6 func-
tion. The principal values arriving from ¢* and ¢
above will cancel each other after integrating G

over dks, and the integration over the & functions
gives

r

4n°MEs
dksREG= ~ - . .
J P BBy pe =iltys)(Bppe —iltys)
Following the same argument as in Sec. I, the
summation and averaging over (1.30) now gives

Wy - u)=§ ;EZ [ b ()]
B AUMKELE [aQdk;p(k;) by
T T 241 Hw)| 2hc(2d, +1)(2d, +1)

<33 [dS%Hyy p Ve, aHayiwHEu 8 Vi 4t Hie i
(Agar —iliya)(Appe —ilivg)

(2.2)

(2.3)
The right-hand-side summation again sums over
all the intermediate states A, B, A, B', and the
sublevels (M,, M,, M., M) of the initial and final
atomic states. A subscript H is added here to the
above probability Wy (v— u) to indicate its magnetic

field dependence. Let
Ba:HngaH‘ and Bb:p‘ngsz7 (2.4)

where g =eli/2mc is the Bohr magneton, then
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(1. 39) and (1.40) can be written as
(2.5)

After substituting (1.49)—(1.51) for all the matrix
elements and performing the necessary summations,
(2. 3) now becomes

Wy (v~ 1) = = Fyd0ay £p)0,,0[ B,0m, —myg) —iliyy ]

Dy g0 = Blm, —m,',) and Apgp.=Bylmy, —my) .

X [By(my —mp) —iliys]™ . (2.6)

£(vu) above is defined in (1.58) and the summation
sign sums over all the magnetic quantum numbers,
Equation (2. 6) differs from the previous expression

Qlmgmy uv)
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(1.70) for the field-free case by this extra magnet-
ic-field-dependent denominator.

Similar to Sec. I, the incident light is assumed
to be y polarized, i.e., G,- F=y and the emitted
sensitized fluorescence either be x or y polarized.
Let us first consider the case 0, =y and find
W(y~-1y) the probability of observing y-polarized
light. Since the denominator in (2. 6) depends on
the magnetic quantum numbers m,, m;, Mp, m; of
the excited states only we can sum £(yy)5,,, over
the other quantum numbers, i.e., M,, M;, My, M;,
and v', and this is the result of (1.74). Substituting
Eq. (1.74) into (2. 6) and performing the summation
on m,:, m,’,, and u', we have

Qa(mam5 u'l))

@y mgmy uv)
W -y)=F
H(y y) 2ma§2uv< ﬁa}/AYB

T(2B, - iltys) (2B, —iliys) (26, +iltys)(2B, +iftys

)> RW; 7)), (2.7)

where @, Q,, Q; and R(J;j) are detined in (1. 80) and (1. 75), respectively. Since the summation indices
are contained in @'s only and the denominators are independent of them, by applying the result of (1.81) we

obtain

Wyly=9)=F, 2. (Ql(mambuv)+

Mg Mpuv

Following similar procedures, the probability for observing x-polarized light becomes

2Q5(m gmy uv) T2y ays = 4B.Bs) .
7% 475 (4B +n%3) 4B+ 1Y E) )R(J’ 7 (2.8)

B Qlmamyuwv) 2@ mam, uv)Tiyavs —48.5) s
wly=n)=Fy T (W) Mg ot i) ) nus ). (2.9

maompuv

Substituting (2. 4) for 8, and B, the polarization of the sensitized fluorescence in the presence of the mag-

netic field is as follows:

(7% 4v — 481,85 5" H Y475
fauaZH:2+7'[2YAz)(‘lg,?bHBzH;z*“ﬁz'YBz) ’

(2.10)

where P,, expressed in either (1.85) or (1.86), is
the polarization for the field-free case. When
H,=0, the magnetic-field-dependent factor in (2.10)
becomes unity, or P(H,) =P, As H,increases,
P(H,) decreases and becomes zero at H,=+ (7%,v5/
4g; g;,ups2)!/ 2. After the zero points P(H,) becomes
negative and approaches zero again when H, be-
comes very large.

P(H,) =P, @z

III. EXAMPLES AND COMPARISON WITH PURE
FLUORESCENCE

Let us review briefly the polarization of pure
fluorescence (without sensitizer) when the excitation
of the system was induced by linearly polarized
light. In this case the optical excitation is not
transferred between two atoms. The radiation is
absorbed by and then reemitted from the same
atom. We use the same notations, namely (JM)and
(J'M’) to specify the initial and the final states, re-
spectively, and (jm) and (jm') the excited states.

J and J' need not be the same. However, if J=J'
and they belong to the same state, we have the case
of “resonance fluorescence.” Following the result
of Ref. 12 and expressing it in the notation of the
present work, the probability of observing u-polar-
ized fluorescence after the system was excited by
light of v polarization is as follows:

W= 1) =D DT [byute)|?

=2niF, 2

mm' MM’

X (jm 24, F|IMy* "M (245, [ Gm')

M 2,5, - Ty [im)*

X (jm' |21, T4 |IM) (€ = €pe+iTV)L
3.1)
where

Fy= @nchetaf, k,’nu,/ [HW)|?, (3.2)

and ¥, similar to ¥4 (or ¥g) in (1. 25), is the damp-
ing constant of the excited state. The incident light

is again assumed to be y polarized, i.e., G,- ?:y.

After carrying out the summation procedures in
(1. 31), the probability of observing either y- or x-
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polarized fluorescence becomes
Quom) , 21y Qy(m) )
ny (Zﬂangz)2+ iy ’
(3.3)

where the “+” sign refers to W(y ~y), i.e., y polar-
ization, and the “-” sign refers to W(y -x), i.e.,
x polarization,

Fop=2nFy [ | 2% [ 121G 23 92,

Wy(y-—u):-fzzm<

3.49)
Q(m)=L[C(1j;m =1,1,mP+C@TL ;m+1, -1, m)?]
x[c(i1d’ ;m, 1, m+1)2+C(j1d ;m, -1, m = 1)?]

(3.5)

Qu(m)=5CW1j;m -1,1,m)CWLj;m-1,~-1,m ~2)
xC(i1 ;m, =1,m -=1)C(G1J ;m -2,1,m —-1) .

(3.6)

The polarization of the observed fluorescence there-
fore is

, ;,ZZ 2 ,
G s e L .7
where
L. 22»1?20”2
0 TnQilm)
- WH=0(y "J)) - WH=D(y "x) (3 8)

Wao(y =)+ Wyooly = %)

is the polarization in the absence of a magnetic
field. The prime on P and P, is introduced to dis-
tinguish it from the case of sensitized fluorescence.
Similar to the discussion in Sec. I, the polariza-
tion P} [as well as W(y ~y) and Wy —z)] in the ab-
sence of the magnetic field is rotationally invariant.
By rotating the coordinates such that W(y —y)
~W(z~z) and W(y —~x)~W(z ~), Pjcan also be
expressed as follows:

Pl Wheo2 =2) = Wy =)
0" Wyeolz = 2)+ Wyao (2 = 9)
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_Em én(m)“zm Ql(m) 3 9
- Zm Q-n("l)+2m Ql(m) ’ ( . )

where
Qu(m)=CW1 j;mOm)?C(j1d ;mOm)? (3.10)

and
Quim)=z[C(71I" ;m, 1, m+ 1)?
+C(AI ;m, =1, m = 1)E]C(J1]; mOm)? .

(3.11)
The expressions (3. 8) and (3. 9) for field-free polar-
ization Py are identical. Of course, they are dif-
ferent from that of sensitized fluorescence, which is
expressed in (1. 85) and (1. 86). The numerical
values of field-free polarization for both pure fluo-
rescence and sensitized fluorescence are listed in
Table I for different transitions. The polarization
of sensitized fluorescence is in general smaller
than that of pure fluorescence. Since the former
differs from the latter by its energy-transfer pro-
cess, these results indicate that coherence is only
partially transferred during the excitation transfer
between atoms.

The magnetic field depolarization of sensitized
fluorescence as shown in (2. 10) is very different
from that of pure fluorescence which is expressed
in (3.7). For direct comparison, we consider a
special case where y,=7vp=v and g;,=£;,=£;. Equa-
tion (2.10) of sensitized fluorescence now becomes

_ 1 2(£H,)?
PE)=P °((&Hz)2+ - l(efmﬂﬁ”) , G12)
where
€=2u3g1/ﬁ7 . (3.13)

We also express (3.7), the expression for pure flu-
orescence, in terms of £,

Py
(EH)*+1
Equations (3. 12) and (3. 14) are plotted against

P(H,)= (3.14)

TABLE I. Polarizations in the absence of magnetic field.
Py (pure P, (sensitized
fluorescence)® fluorescence)®
Transitions %) Transitions &%)
Is,—1p,— 15, 100 15,(4) — 1P, (A) 1p,(B)—15,(B) 14.29
ip,—~1p,—~p, 44.68 1p(A) —~ 1D, (A) ip,(B) —1P(B) 1.83
St/ P12 21 0 2S112(4) =Py 5(A) 2Py ;y(B) =Sy 5(B) 0

281 /9= Py 9~ 512 60 281 5(4) = 2Pg 5(A) 2Py /5(B) = %Sy /5 (B) 3.70

aResults are obtained from Eq. (3.8) or (3.9). Capital J and J’ refer there to the total electronic angular momenta

of the initial and final states, respectively, and small j refers to that of the excited state.

sidered here we have J=J'.

For all the transitions con-

bResults are obtained from Eq. (1.85) or (1.86). For all the transitions considered here we have J,(=J;) =J (=J§) for

the initial and final states and j,=j, for the excited states.
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FIG. 3.
tion: Polarizations [see Egs. (3.12)
and (3.14)] are plotted against ¢H,
where £=2uqg;/#y. Solid line repre-
sents a special case (l.e., g5,=g,
=g, and y,=yg =) of sensitized
fluorescence, and £H,= V3 corre-
sponds to a minimum value of —§ P,
of the polarization. Dashed line
represents the pure fluorescence
where no excitation transfer has taken

. [ ":---- place. Py is the field-free polariza-

Magnetic field depolariza-

S
P
o N I
4 3 -2 f [9) ; l\\ff/{,//_s,’——— tion for both cases.
+ H]—»
1-2
£H, in Fig. 3. At £H,=0 both P(H,) and P'(H,) are

at their maximum values, namely, their field-free
values Py and Py, respectively. The polarization
of pure fluorescence P’ (H,) drops to half of its max-
imum value at £H,=+1, and it approaches zero as
§EH,—-=. On the other hand the polarization of sen-
sitized fluorescence P(H,) becomes zero at EH,=+1,
and it reaches a negative minimum, namely, - 3P,,
at £H,=+v3. When £H,~+», P(H,)againapproaches
zero, however, from the negative side. For the
general case of sensitized fluorescence, where v,
#vg and 81,#8ip the depolarization will depend on
Y4, VB, 8, andgj,. The experimental line shape
of depolarization can therefore determine the life-
times of the excited states of both atoms A and B.
The radiative interaction and the electrostatic
interaction considered in this work are purely elec-
tronic, thus the nuclear spin of the atom will not.
have a direct effect on them. However if the atom
possesses nuclear spin T, the spin angular momen-
tum lvill couple with the electronic angular momen-
tum J7 to give total angular momentum F7 (i.e.,
§=T+3) of the atom. The hyperfine interaction
1-J requires that our eigenstate be represented by
F instead of J. The nuclear spin, therefore, af-
fects the polarization of the fluorescence indirectly.
Such nuclear spin effect has been studied in the
cases of optical-pumping signals® and Hanle-effect
signals. ® However, the results of the present work
can be applied to atoms with nuclear spin provided
one can isolate and follow (e. g., by optical laser)
the optical transitions between a hyperfine level F
of the ground state and a hyperfine level f of the ex-
cited state. It was mentioned in Sec. I that J7 (of
the ground state) and 77 (of the excited state) refer
to the total angular momenta of the atom. When
atoms under consideration possess nuclear spin,
J and j are therefore to be replaced by the conven-
tional quantum numbers F (of the ground state) and

f (of the excited state) for the hyperfine levels, re-
spectively. The magnetic quantum numbers M and
m now refer to the magnetic sublevels of F and f.
With these proper substitutions, all the formulas
derived in this work are directly applicable to atoms
with nuclear spin. Often one cannot isolate the op-
tical transitions between a pair of hyperfine levels
F and f, and instead one observes the superposition
of all the transitions between different pairs of hy-
perfine levels. When a magnetic field is present,
the intensity due to each individual transition will
be weighted by its own field-depolarization factor
which depends on the g, value of the excited level
involved. When this is the case, a proper summa-
tion over all the hyperfine levels involved will be
needed. A general treatment on this nuclear-spin
effect will be presented in a later work.

APPENDIX A
In this Appendix, we prove Eq. (1.23), which is
T=(4r%/31L% e*n, k,p,d,| (I .| | 2T (A1) [ 7a)| 2 .

(A1)
After substituting Eq. (1.15) into (1.16), the defini-
tion for the ground-state damping constant becomes

T(E)=(2i /1) 2.4 Hyp s Hy 3 E(E —Ey) . (AL

Since the transition-matrix elements here involve
atom A only, the summation in (A2) reduces to
Ym, and the summation over the photon states of
absorption, which for linearly polarized light in-
cident at a solid angle 4§, is simply

as, [ dx,p, .

The principal-value part of the ¢ function in (A2) is
neglected because it contributes to a small energy
shift only. After integrating the 8 -function part and
substituting (1.49) and (1.50) for the matrix ele-
ments, (A2) becomes

(A3)
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T'=(4n%/nL®%) e®n, k, p,dQ, 20 (J,M,|2, 5, T (A3) |jum) Gama| 2 G, T(AQ) | T, M,) . (A4)

a

Since the averaging over the initial states of atom
A is defined as

T=2,+1)'2Z (A5)

m
a

and for linearly polarized light (i.e., 0,°F=x,y, or
z) we have

Z (Jamai Z;,- ap‘ ;(A'L) lja ma)

Mama
X (jamy| 22:G, T(Ad) I, M,)
=320, + V| (7] |2Z:F@A0)] 7)), (a6)

the resulting T, therefore, takes the expression in
(A1),

APPENDIX B
Here we verify the following equation:

I
Z HA,flAHfll'Alg(Efu —Ef:x)=(ﬁ/2i)}’A 5AAI’ (Bl)
Ea

which appears as Eq. (1. 26) in the text. The
¢(E;, —E;,) on the left-hand side of (B1) is again
replaced by —in6(E;, —Ep,). The summation in
(B1) sums over all the final states, i.e.,

2=/20* 0 [dQ.dkp k), (B2)

i T}

and the photon states of emission, i.e.,
Za=/2n)°L [ ae,dk, K2, (B3)
2

where J; includes the two transverse polarizations.
The matrix elements over H, which can be derived
from (1.49) and (1.50), involves the optical transi-
tions of atom A only. Consequently, the summation
over the nuclear motion [by (1.54)] gives rise to the
following orthogonal relation:

(L/2m)° [ Aypr kg kfs (pe| e F ™8 [ X0 ) (o] € 2" | x0) = 6,0, (B4)

The summation over the atomic matrix elements and the photon polarizations gives

2 2 [a% Gama| 20,6y FAD | TL MWL ML T, 5y FAG) | jamy)

Mg oy

=( %ﬂ) J%'Zu) (—)u(jama|zi ru(Ai)‘Ja’M;)(Ja,M;lEi 7-1-» (’41)!]; mc:)

= ( %") ? ] (jal IZ\/iF(Al), lJz; )l 26ma,m& 6],1,]5 . (Bs)

Integrating the 6 function over d«, and letting
Omg,mg Oig.dt Oaya’ = 04,405 (B6)
Eq. (B1) becomes
,Z:; Hy paHpon a0 8(Epy = Egy)
=(=31)e®(ic) "2 044
X 20 |Ga|[ZF@d) || 7 [%es, - €0, (BT)
a

where

€, —€g1 =Ticky (B8)

-

is the energy of the emitted photon when atom A is
making a transition from the upper state j, to the
lower state J;. Defining

va = (4€%/300)(lic) ™
X .? |G |27 I0) [ (¢, ~€;0)°, (B9)

which is the total transition probability from the
excited state j, to all lower states, and substituting
(B9) into (B7), we thus prove Eq. (B1). The damp-
ing constant y, here in (B9) is more general than
that introduced in (2.9) of Ref. 12 where only a
single lower state was considered.
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A new method for obtaining absolute differential excitation cross sections in low-energy
electron-atom scattering is employed. The method utilizes certain of the kinematic properties
of a recoiling-atom beam in an electron-atom crossed-beam configuration to distinguish be-
tween elastic scattering events and excitation to various atomic levels. Differential cross sec-
tions for elastic scattering and excitation of the 4p state of potassium are presented at 1.0,

3.0, 4.4, and 5.2 eV. A combined cross section for the 4s-5s, 3d excitation integrated over

a restricted angular range is also presented.

I. INTRODUCTION

The need for experimental information on the
excitation of atoms by collisions with electrons has
been outlined in a recent article by Moiseiwitsch
and Smith. ! The techniques which have been em-
ployed thus far to study such excitation processes
involve using either (i) radiation detectors, (ii)
metastable detectors, or (iii) scattered-electron
detectors.

It is the purpose of this paper to introduce an-
other method for studying inelastic processes in
which observations are made on the scattered atoms
and to present elastic and inelastic differential
cross sections for the 4s - 4p transitions in elec-
tron-potassium scattering at low energies (<6 eV).
This method has certain advantages over the first
two techniques in that it is more general, i.e., not
limited to a specific type of excitation, and is not
complicated by such problems as cascading and
uncertainties in detector efficiencies. Compared
to the third technique, it has the advantage of not
requiring a sophisticated electron source and de-
tection system but suffers to some extent from the

disadvantage of not having as good resolution.
II. RECOIL METHOD

The method used here is an extension of the
atom-beam recoil technique first introduced by
Rubin et al., 2 and subsequently used by a number
of investigators®—® to measure total, differential,
spin-exchange, and spin-flip cross sections. The
basic method has been described in detail in a
recent paper.” We present here a brief summary
of the recoil technique and a detailed account of the
application of this method to the measurement of
differential elastic and inelastic cross sections.

The technique utilizes certain of the kinematic
properties of the recoiling atoms in an electron-
atom crossed-beam configuration, to distinguish
between collisions involving elastic scattering and
excitation to various atomic levels. In the recoil
method, observations are made on the scattered
atoms and the determination of absolute cross sec-
tions requires a measurement of the ratio of the
scattered to the unscattered atom-beam currents.
Since both quantities are measured with the same
detector, the detector efficiency does not enter into



