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Spin dephasing in the photoexcited *B, state of the F7* center in CaO is investigated using techniques for optical
detection of microwave-induced coherent transients. Measurements of the spin-echo decay were performed at
different (low) temperatures and (low) magnetic field strengths. The spectral diffusion results give quantitative
support for a model in which the dephasing is due to random modulation of the dipolar coupling between the excited
S =1 spins and F *-center spins of § = 1/2. A projection operator formalism is used to treat the dipolar-induced
dephasing. The theory also allows for the experimental determination of the F*-center spin-dephasing rate. It
appears that between 1 and 10 K the phenomenon of one-phonon assisted exchange narrowing occurs in the F*-

center spin ensemble.

I. INTRODUCTION

Since the early work of Mims ef al.,! there
have been numerous reports on the application of
electron-spin-echo techniques to the study of spin-
dephasing processes in magnetically dilute ionic
solids.? In general, spin-spin interactions are of
fundamental importance in the phase relaxation
mechanisms. They contribute to observed phen-
omena as spin diffusion, cross-relaxation, and
nuclear modulation effects.® For ionic crystals
experimental efforts have, until recently, been
focused on systems involving electronic ground-
state spins only, thus leaving many important
questions regarding the spin coherence decay in
electronic excited states unexplored. Spin coher-
ence studies of excited states in molecular cry-
stals, on the other hand, have progressed rapidly
in recent years. Especially investigations on pho-
toexcited triplet states in organic crystals have
proved to be of great value for exposing many of
the details of intra- and intermolecular relaxation
processes.? This study was undertaken in an at-
tempt to obtain complementary information about
spin dephasing in excited ionic solids.

From an experimental point of view, an attrac-
tive feature of photoexcited triplet states is their
spin selective feeding and decay. As a conse-
quence, at zero field and under conditions of sup-
pressed spin-lattice relaxation, the spin align-
ment may become unusually large and therefore
be of considerable advantage in coherent micro-
wave spectroscopy. The detection sensitivity may
increase even more when the investigated system
allows for the use of optical methods for the de-
tection of microwave resonance phenomena.® Dou-
ble-resonance techniques of this kind have recently
been shown to be of use in the study of photoex-
cited ionic solids.®” In this paper we study one of
these systems in more detail, namely F2* centers
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in their photoexcited 3B, state in CaO. In a pre-
liminary report, the major results have been
briefly discussed.® Here we want to give a more
detailed account of the developed theory and the
experimental data obtained.

At the low temperatures of our experiments,
direct spin-phonon coupling does not contribute,
neither by T,- nor by T,-type mechanisms, to the
3B, -state spin dephasing (see below). Instead, the
triplet spin dephasing is determined by the pres-
ence of abundant F* centers in the lattice, with a
net spin of S= % These F* centers undergo ran-
dom spin flips which, by virtue of magnetic dipolar
interactions with the excited triplet spins, produce
a random modulation of the resonance frequencies
of the latter. However, the triplet spin angular
momentum when perturbed by a nonaxial symme-
tric crystal field becomes quenched in zero mag-
netic field, and hence it is anticipated that spectral
diffusion based on modulated magnetic dipolar
coupling is heavily reduced. Indeed, the phase
memory time of FZ* centers in the ®B, state at
zero field (7',~140 usec) is at least 1 order of
magnitude longer than the electron-spin-dephasing
times ordinarily measured for Kramers spin
ensembles. Also, changes of the echo decay rate
as a function of an.applied external magnetic field
will be of interest. Such effects have previously
not been considered although they are related to
those known in the field of nuclear magnetic res-
onance.”!® Here the specific effects of a magnetic
field on the echo behavior of an electron-spin trip-
let will be treated in detail.

When the triplet spin coherence is determined
by the dynamics of fluctuating S=-;- spins, one
usually distinguishes between T,- and T,-type
samples where reference is made to the dominant
dephasing mechanism in the S=1 spin bath. It is
to be expected that at low temperatures and zero
magnetic field the T,-type processes are severely
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suppressed. The experimental procedures of this
work allow us to examine the role of pure dephas-
ing processes (i.e., of T, type) in the phase relax-
ation of the F*-center spin ensemble under such
conditions. We find as a main result, from tem-
perature- and magnetic-field-dependent measure-
ments, that in the region between 1 and 10 K, the
phenomenon of exchange narrowing takes place
within the F*-center ensemble.

The paper is outlined as follows: In Sec. II the
theory is presented. For those readers not famili-
ar with the methods for optical detection of spin
coherence we briefly review the principles. Start-
ing from the Von Neumann-Liouville equation, the
equation of motion of the echo observable is de-
rived in a straightforward manner. An analytical
solution for its time evolution is obtained assuming
the validity of a statistical averaging procedure
and random modulation of the F*-center spin fre-
quencies. From the echo attenuation analysis a
number of experiments emerge. Details of the
experimental setup are given in Sec. IIl. The re-
sults associated with the experiments are pre-
sented and discussed in Sec. IV. This section also
contains the results from cross-relaxation and
spin-ordering experiments not dealt with before.
The data provide insight in the extent of thermal
isolation of the ®B,-state sublevels and their in-
volvement in energy-transfer processes.

II. THEORETICAL

A. Coherence formation

In an ensemble of two-level systems coherence
phenomena may be observed when the two states
B and vy are strongly coupled by an intense reson-
ant radiation field and relaxation during excitation
can be neglected. For triplet spins the two-level
framework still holds as long as we consider the
situation that the difference in resonance frequen-
cies for the various possible transitions is very
high compared to the Rabi frequency.! Using this
approach we wish to find the operator associated
with the coherence observable for an ensemble of
identical triplet systems perturbed by a static
magnetic field. The spin Hamiltonian for each
triplet species is given as

JC= —XS2 — YS% = ZS2+ gligH,S,+ V(1) =K o+ V(B)
(2.1)

where X, Y, and Z denote the zero-field energies
in the spin sublevels, the magnetic field H, is ap-
plied along the molecular principle z axis, and
V(#) gives the time-dependent interaction between
the triplet state and the oscillating microwave
field. The stationary eigenfunctions of the time-

independent Hamiltonian [i.e., V(#)=0 in Eq. (2.1)]
are labeled as a, B, and y with a level ordering
as in the inset of Fig. 1. By choosing the micro-
wave frequency w= wg, far off resonance from the
a to B and the a to y transition frequencies, we
obtain in the a, 8, y basis

E, 0 O
K= |0 E; Vyi- 2.2)
0 Vy, E,

The zero-valued off-diagonal elements result from
rapid averaging out at frequencies far off reson-
ance. It is apparent that V causes a superposition
state, P=p |B)+q |'y). Coherence arises because
the off-diagonal elements of the density matrix
become nonzero: pg,, Pyz* 0, where py,=pg*. Ex-
perimentally we obtain information about the spin
coherence from phosphorescence intensity changes
as induced by an applied microwave pulse se-
quence. For the probe techniques applied in this
work it can be derived® [see also the discussion
following Eq. (2.12)] that the optical intensity ef-
fects are described by the time behavior of a para-
meter, 7}(f), which is expressed as

yH(E) = pk +p¥;. (2.3)

Here the density matrix elements are considered
in the interaction representation (as indicated by
the asterisk) and obtained from,
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FIG. 1. Optical pumping cycle for probing coherence
between the 7, and 7, spin levels of the F}* center By
state in CaO. The triplet sublevel spacing is shown on
an enlarged scale. The inset depicts the level splittings
when a magnetic field is applied along the molecular 2z
axis; S,g and Sp, are raising and lowering operators
for the transitions y — g and g —~v, respectively.
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p*=UpU~, (2.4)
where
U=exp(iC,t). (2.5)

Throughout this paper we work in units where 7
=1, We now introduce the equivalent operator S,
for the coherence observable by writing

r¥={(SP)a = Tr(pS})=Tr(p*s,), (2.6)
where
Sk=U"S,U. 2.7

By equating (2.3) and (2.6) we obtain for the matrix
representation of S, in the «, 8,y basis
000
$=1001¢. (2.8)
010

Since the raising and lowering operators for the
spin transitions (cf. Fig. 1) are given by

000 000
Sw=1000], S,=1{001], (2.9)
010 000

etc, we also have
S,=Sgy+Syg- (2.10)

The result (2.10) will be of use in the formal treat-
ment of the next section where the time develop-
ment of {(S})),, under the influence of randomly
fluctuating perturbations is treated explicitly.
However, we first wish to briefly recall some of
the characteristics of coherence phenomena as
viewed in the Feynman, Vernon, and Hellwarth
(FVH) geometrical representation? in order to
facilitate visualization of the various experiments
of this work.

In the FVH model the precessional motion of a
“pseudo” magnetization vector T about a field £
is considered. ¥ and ¢ are specified by their pro-
jections along three orthogonal axes (e,, e,, ;) in
abstract space as follows:

r= (’Vl, Vo "’3) = ((pg-r*‘ prg), i(pﬂr - P'r,s)a (pas - pn))

(2.11a)
and
S:E: (Q],’ Qz) Qa) =((VB‘¥+ VyB))i(VBr - Vye)y (EB - E’/)) .
(2.11p)

With neglect of relaxation the equation of motion
for the density matrix can be transformed into*

¥ =
ar _ . 2.12
T, QXT ( )

The typical experiments of Sec. IV are the follow-
ing.

(i) Optical detection of spin echo. Here the ap-
plied pulse cycle is 7/2-T-7-T-7/2. From Egs.
(2.11) and (2.12) the behavior of the vector ¥(¢#) can
now be constructed in the interaction representa-
tion. The first 7/2 pulse causes a tilt of »* about
the e, axis over 90° into the e,-e, plane, whereby
the initially incoherent ensemble [F(0)=1,(0)] de-
velops into a coherent ensemble [7¥(¢)#0]. In the
time interval from 0 to 7 a free-induction decay
occurs because not all of the spins have the same
resonance frequency (inhomogeneous broadening).
The 7 pulse restores the » component at 27
whereas the final 7/2-probe pulse rotates 7}*(27)
about e, until it is aligned along e,. In the
optical region this microwave pulse sequence is
accompanied by changes in the intensity of the
emission from the excited triplet state. These in-
tensity effects, however, can arise only because
of the difference in the emissive properties of the
B and y levels and the microwave-induced effects
on the population distribution among these levels
(i.e., changes of the 7, component). Changes in the
7Y and ) components, on the other hand, are not
directly reflected in the phosphorescence intensity.
For this reason the final 7/2 pulse is applied,
which accomplishes a conversion of the coherence
component into the detectable », component.

(i) Optical detection of spin ovdering. In this
experiment one wants to study the fate of a spin
ensemble of which the individual spins are aligned
in their own local field. The alignment (ordering)
is performed in the following way.!»¢ A 7/2
pulse rotates the 7, component along e,. The re-
sultant #} component is immediately spinlocked
to the microwave H, field by phase shifting the
latter over 90°. More precisely, the locking of
each spin packet is to its effective local field,
which is defined as the vector sum of H, and the
shift of the packet in the rotating frame, Aw;; Aw;
is directed along ¢, [cf. Eq. (2.11b)]. By a gradual
reduction of H, to zero, the “pseudo” magnetiza-
tion of each spin adiabatically follows the reorien-
tation of the effective local field until it is aligned
along +e, (for Aw,;>0) or —e, (for Aw;<0). The
ordered state decays'*!® owing to spin-lattice re-
laxation, spin energy-transfer processes that in-
volve a limited local-field lifetime (e.g. cross-relax-
ation), etc. Theresidual orderingis measuredina
modified Hahn echo experiment for which the pulse
sequence is takenas (/2,0°)-7-(7, 0°)-7’=(7/2, 90°).
Reasoning as above, as a result of the first two
pulses, a transverse y, component is built up
with an amplitude that develops during the time
interval 7’ as the shape function of Fig. 11. A
plot of the peak to peak height versus the order-



23 PHASE RELAXATION OF PHOTOEXCITED TRIPLET SPINS IN... 4223

ing time 7, yields the characteristic spin-ordering
decay time.

B. Coherence decay

Several spin-dephasing theories have been ad-
vanced,'®'!"!® all of which treat so-called T, sam-
ples. The basic assumption is that random modu-
lation of the transition frequencies in the coherent
ensemble (consisting of A spins) arises because
of magnetic dipolar contact with B spins which in
turn undergo stochastic flipping due to spin-lattice
relaxation. Instead of applying the density-matrix
formalism as for T, samples, we prefer to pre-
sent the derivation in Liouville space because this
approach allows us to point out to what extent T,
and T, samples can be treated on equal footing.

Here the specific situation is considered of the
A spins being in the excited triplet state, whereas
the B spins are S= % spins in their electronic
ground state. The many-particle spin system is
characterized by

JC=3COA+SC’,‘,’;+SCB, (2.13)
where

sA = A;;u [=X(S2)? = Y(SA) = Z(S4)2+ g, 1 pH,S4]
P!

(2.14a)
and
1 [+ = 38,78, F
chg:'gAgB“zB E T(SA-SB_ A ABz( B AB)>'
A, Bspins YaB Y4B

(2.14b)

33 contains all the B-spin interactions except for
the coupling between A and B spins. Since JC%
comprises noncommutative terms, its spin oper-
ators are time dependent. They are considered

as being stochastically modulated and consequently
cause fluctuations in 343,

J

The time development of the density matrix in
the A -spin interaction representation is given by

9p*
- =ilpx,5e4], (2.15)
where
9
K*=UKU+iS0UL = UKAE U4, (2.16)

for U=exp(i3C4t). Combining Egs. (2.6) and (2.15)
yields

%
(2S2) - imas,per, 07D, 1
av
where
Sl.:Z (S;+S$B . (2.18)
A spins

Henceforth we will use the notation customary for
the operator representation in Liouville space.'®
We write

(A|B)=Tr(4'B),

A" being the adjoint of A. Liouville operators op-
erate in a space spanned by Hilbert operators and
are written as

64=[0,4],
and
o-i0t = pmi0tg piOt
Thus Eq. (2.17) can be rewritten as

a(s,*) . ’
< Y > = —i(S, [%* |p*). (2.19)

With the introduction of the projection (super)op-
erator P, so that

lo)=Pp)+(1-P)|p),

one obtains after some operator algebra® the gen-
eralized equation of motion:

(2.20)

<?—<%5-;it—)l> = —i(S, [Fe*P | p*) - i(S, [5C*S (¢, 0)(1 - P) |p*(0)) - f tdt’(Sl [R*()S(2, £)(1 = PYC*(t")P|p*('),

av

where the propagator S(z,¢') is

S(¢,t")=Texp (—i ft'tdf(l - Pm*(ﬂ)

(2.21)

(2.22)

and T is the Dyson time-ordering operator? which orders operators with greater time arguments to the
left-hand side. In the echo decay experiment we are interested in the time evolution of ((S;"(t))zv, Projec-

tion on a subspace defined by

18,)S,
P=15,18)

(2.23)

is therefore required. Immediately after the first 7/2 pulse at #=0 one has

[o*(O) < [s,).

(2.24)
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Substitution of Egs. (2.23) and (2.24) into Eq. (2.21) leads to

t o
(XD - _ ["ars, Rrost, o101 - PRAHEIP 020D (2.25)
0
In a Magnus expansion®? the propagator S(¢,#’) is written as
S(¢, ') = T exp[-i(1 = P)F(t - t')]= exp[~i(1 = P)F* + R* VL FeX2p .. ) (£ = ¢7)], (2.26)

where

t
R*=tl f “sex(rydr, t,=t—t'. (2.27)
[

0
JC*™ (the nth term in the Magnus iteration pro-
cedure) is here taken to be zero for n>1 (i.e., the
lowest Born approximation is applied). For ¢,>» 7,
7. being the characteristic correlation time of the
fluctuations that cause the time dependence of the
B spins, ¥€* averages to zero and Eq. (2.25) be-
comes

<a (SX(2)) > f‘dt'K(t)«ST(t')»" . (2.28)
where the kernel
k()= (SR = PEH(E)1S) (2.29)

(S,1Sy)

represents the memory function in lowest order.

K(t) may now be evaluated using Eqgs. (2.16) and
(2.23). Those terms in J¢42 that do not commute
with 3¢2 are rapidly averaged out and thus need
not be considered in 3C*, only the secular part of
343,353 (sec) is retained. Also, we restrict our-
selves to nonresonant magnetic dipolar interac-
tions between A and B spins, i.e., we consider on-
ly [;c2,5¢45 (sec)]=0, but not the possibility of
[sed,5c48]=~[1c®, SC’},D] + w, 345, The latter re-
lations are relevant to cross relaxation between A
and B spins. Special effects due to the resonant
coupling between A and B spins, as achieved for
certain values and orientations of the externally
applied magnetic field, have been observed in the
spin-echo decay behavior of the A spins and will
be discussed in a future publication.?® As proved
in Appendix A, here €42 (sec) simply becomes

AB _ z 1-322
oo (Sec)'gAgBy'EB § (1+22)u§ yiEAE SsaSen s
(2.30)
|
9{(S*(¢ (1 372 )2 z°
<_S_L(__)l> '--gAgB“'B f d,.l E AB I 5
A8 Tas +z

At this point in the derivation one can distinguish
between T, and T, samples if the dominant mech-
anism (T, or T,) for the time development of
Cy(t,t') is known. As argued in Sec. IV, for our

r
where Z, 5 is the direction cosine of 7,5 with re-
spect to the z axis of the A spin fine-structure
tensor, z=g,H,|E|", H,=(H}+H%)Y?, H,__ being
the effective local field at A-spin sites and, fin-
ally,

1
Su= (1+22)”2 Sea +2(1+52)1/2 [(S,aV*+(Sa)], (2:3D)

or in the «, B, ¥ matrix representation,

1 00
Saa=1]0 -1 0. (2.32)
0 0 0

To calculate the memory function, K(f), we as-
sume uncorrelated A and B spins for which the
many-particle spin eigenfunction is a simple prod-
uct of the individual A and B spin functions. With-
in this approach K(¢) is readily calculated by sub-
stitution of Eq. (2.30) in Eq. (2.29). We find

lSa()S.5(2)] 1

K()= Z & 5~ e o (2.33)
where
B . 1-32%, =z
aAB”gAgB“B—;'i‘r(f:’;é’)ﬂz' ’

n, is the number of A spins and Trj is the trace of
the unit operator in the subspace of a single B spin.
In the high-temperature approximation one has
JCB>ET, and the time autocorrelation function,

C (¢, '), for the S, operator in the canonical en-
semble of B spins can be written as

TI'B[ LB(t)SzB(t )]
Trg :

Cult, t')=Trp[psS,s(t)S 5(t)] =
(2.34)

Therefore Eq. (2.28) becomes

1

Cylt, t"NUSEE I 4, (2.35)

L ]

system it is concluded that not only the A spins
lose coherence due to secular dipolar coupling
with stochastically varying B spins, but the same
is true for the B spins, i.e., we classify the sys-
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tem as a T, sample. An explicit form for C 4(¢,#')
is difficult to assess without exact knowledge of
the origin and statistical behavior of the B-spin
resonance frequency modulations. For illustrative
purposes we consider in Appendix B the autocor-
relation function for the simplified case of ex-
change narrowing between just two B-spin sub-
groups having slightly different resonance frequen-
cies. In a more realistic model the problem is
complicated because of the continuous spread in
resonance frequencies and exchange scattering
rates. On the other hand, for the physically ap-
pealing situation where the B-spin frequency
distribution can be considered as Gaussian, it is
permissable to represent C(¢,#’) by a single ex-
ponential decay provided 7, the correlation time
of the B-spin fluctuations, is short compared to
the second moment of the spin-phonon interac-
tion.? Hence assuming the applicability of the
exchange narrowing limit we can write

J

2
(sterm,, <exl- 3 % 2
A,B s %
where s(f) is the function introduced by Klauder
and Anderson'® which takes into account the phase
reversal at time 7 in the echo experiment, i.e.,
s(#)=+1 for t< 7, and -1 for #>7 and furthermore,

B(1)=2R*{RT - [1 - exp(- R7)] - }[1 — exp(~RT) ]} .
(2.36¢)

For dilute samples in which the A and B spins
are distributed at random in the lattice, Eq. (2.36b)
can be further evaluated by invoking a well known
statistical averaging procedure.?®

Rewriting Eq. (2.36b) yields

T, /"A
{sFEn)),, < ( I;[ I;Iexp (- % a2p) )B( A (2.37)

Both A and B spins may occupy any point in space,
thus a certain A-B pair contributes on the average
to Eq. (2.37)

s=(3 dvABexm-aau)w"A .39
J

{(S¥@2T,, = exp(—2 7d f Aras [ d0 5735 SiN6 4511 — exp[— i—aiBB(T)]}) .
o

Using
f dx[1 - exp(- x7?)]=
0

and

fﬂ d(cos8)|1 -3 cos?0 | =(8V3/9),

-1

Cy(t, 1) =(S25(0)) exp(-R |t - #']), (2.36a)

where (S23(0))=% for S=1 B spins and R denotes
the B-spin dephasing rate.

Now Cg(t,t') has the functional form of a corre-
lation function in a Gauss-Markoff model. Note
that Markoffian modulation of the B-spin reso-
nance frequency is not relevant when the B spins
dephase due to Heisenberg exchange interactions
since it would lead to an infinite fourth moment
of the B-spin spectral density.?> However, for
the situation where spin-phonon coupling is re-
sponsible for dephasing, Markoffian modulation
of the B-spin resonances can not be excluded
a priovi

On the assumption that the decay rate of (S¥(¢'))
is small compared to that for the B-spin autocor-
relation function in the interval 0< ¢/ < 27, Eq.
(2.35) can be integrated to yield,

szdt ftdt’ s(t)s(t')exp(—R|t’—t|)>=exp (.. AZ; “—%ﬂ %B(T)), (2.36Db)

T
because the A spin has a probability dV, B/ V of be-
ing in a volume element dV,,. Evidently, (S,

is independent of which A spin we pick and hence,

(s,@ o TKs,p)a = (5,0, (2.39)
B

where 7y is the number of B spins involved in the
magnetic dipole-dipole interaction with the A spins.
From Egs. (2.38) and (2.39) we obtain

{SHRT),,
[1 _a (1 -= fvdVexp[— Lais B(T)])]

= (1-2 ["avit - eml-1 aa BN ",
B (2.40)

where dj, the density of B spins, is equal to n,/V.
For ny and V approaching infinity {(S¥*(27))),, be-
comes

(2.41)

T
we obtain the final result

{S¥@T),,

(aﬁ
ocexp (- 7

1,8, 25 ua(—l——“‘Z)Tls'B(T) >
(2.42)
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III. EXPERIMENTAL

Our experimental setup for measuring optically
detected magnetic resonance (ODMR) and spin
coherence transients has been described in a pre-
vious paper.’ Here we merely mention changes
and additional facilities.

Optical excitation of a yellow-colored single
crystal of CaO was by means of the 514-nm line
from a Coherent Radiation CR-5 Ar* ion laser.

To prevent unnecessary heating of the sample (this
being immersed in a He bath or mounted in a He-
flow cryostat), care was taken that the excitation
power did not exceed ~25 mW. In experiments
where magnetic field effects on the total phosphor-
escence intensity were investigated, use was made
of superconducting Helmholtz coils which were
immersed in the He bath and fed by a regulated
power supply. Fields up to ~3 kG could then be
realized. By amplitude modulation of the applied
field (modulation amplitude was 5 G at v ~30 Hz)
and appropriate lock-in detection, the effects of
cross relaxation on the emitted light intensity in an
external field could be probed sensitively.

Optical detection of spin coherence transients
was essentially as before®”; only slight modifica-
tions were introduced in the modes for microwave
pulse generation and phase-sensitive lock-in de-
tection of the light changes. The block diagram of
Fig. 2 illustrates the components of the versatile
pulse generator we used for driving the p-i-n di-
odes in the microwave circuit.?® Prior to each
spin-echo or spin-ordering experiment, a transi-
ent nutation was performed in order to establish
the pulse width of a 7/2 or 7 pulse. To this end
the p-i-n diodes were driven by pulses of 30-Hz
repetition frequency and of duration progressing
linearly with time. These pulses were obtained
from a monostable multivibrator which was trig-
gered by the 30-Hz external reference of the
synthesizer and which released pulses of increas-
ing duration because it was swept by an analog
ramp (from 0 to 5 V at a rate of 0.5 usec/V). The
light changes, induced synchronously with the res-
onant-microwave pulses, were phase-sensitive de-
tected and exhibited, as readily visualized within
the FVH model, oscillatory behavior. The first
extremum is observed when population inversion
occurs and determines the 7-pulse duration time.

The echo-decay pulse sequence was obtained as
follows. The digital ramp of a Varian C-1024
time-averaging computer was used to sweep the
time separation between successive pulses from a
20-MHz clock oscillator. The resulting pulses
were fed into a programmable synthesizer which
consists of down counters and a series of mono-
stable multivibrators. Triggered at 30 Hz by an

PROGRAMMABLE
DIGITAL CLOCK | |PROGRAMMABLE MODE
RAMP ISYNTHESIZER
(OSCILLATOR SWITCH
20Mcys
TRIGGER
FINAL
ANALOG | ONE sHor| PROBE PROGF")G"L"""'EABLE
RAMP(0-5V)| 0.5/ | AND S
TRANSIENT DISTRIBUTOR
NUTATION
PULSE
P.I-N DIODE
REPETITION FREQUENCY J DRIVERS
REFERENCE LOCK-IN AMPLIFIER l l l
ADD/SUBTRACT MODE

FIG. 2. Block scheme for the generation of the micro-
wave pulse sequences.

external oscillator, the counter selected a preset
number of pulses (#). In addition to these (1)
pulses, the counter released an envelope pulse
with overall width equal to the width of an (n)-pulse
sequence. The two edges of the envelope pulse
triggered 7/2 pulses in one of the monostable mul-
tivibrators, whereas the n-pulse train triggered

n 7 pulses in another monostable multivibrator.
Finally, the pulses were combined in AND-OR
gates and distributed to the p-i-n diode driver of

a single microwave channel.

Especially for long times 27, one cannot use the
reference pulse of the lock-in amplifier as the ex-
ternal oscillator for the synthesizer because the
growing phase difference between the microwave-
induced nonequilibrium phosphorescence intensity
and the internal reference of the amplifier would
make lock-in detection meaningless. To circum-
vent this problem, the lock-in amplifier reference
was triggered synchronously with the final /2
pulse of the synthesizer. Moreover, for long
pulse sequences 27, population decay due to the
limited triplet lifetime (3 msec) will also contri-
bute to the echo decay. The measured echo-decay
signal was corrected for this effect by repeating
the experiment but now with the final 7/2-probe
pulse delayed by 1 usec. The echo decay obtained
in this way was subtracted from the previous one.
Eventually, signal averaging was performed by
accumulating alternately an “added” and “sub-
tracted” signal.

Spin ordering was obtained by an initial (n/2,0°)
microwave pulse followed by a 90° phase-shifted
spin-locking pulse which existed for about 100
usec, whereafter the microwave power was
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gradually reduced to zero (see inserts of Figs. 11
and 12). In these experiments the two phase-
shifted microwave channels were driven as fol-
lows. The 30-Hz external oscillator triggered

in the synthesizer two monostable multivibrators,
one of which delivered the 7/2 pulse whereas the
other produced a 7, ~100 usec pulse. The falling
edge of the latter was used to trigger yet another
monostable multivibrator. Depending on the type
of experiment (either detection of ordering, cf.
Fig. 11 or ordering decay, Fig. 12) the latter
multivibrator yielded a pulse of fixed duration or
a pulse of which the width could be swept contin-
uously. The trailing edge of this pulse triggered
an (RC) network connected to the p~i-n diode
driver of the 90° channel so that the driver was
loaded in about 100 psec. The 7/2 pulse was
connected to the p-i-n diode driver of the 0° chan-
nel, whereas the 7, and RC pulses were connected
to the 90° channel. Finally, by means of a modi-
fied Hahn-echo experiment, using methods similar
to those described above, the ordering and its de-
cay could be detected.

IV. RESULTS AND DISCUSSION

A. Steady-state experiments

The magnetic and optical properties of the pho-
toexcited °B, state of the F2* center in yellow-
colored CaO have been discussed recently.” The
defect is characterized by two electrons trapped
at the sites of two neighboring oxygen anion vacan-
cies along a (110) direction of the fcc crystal.
Figure 1 summarizes the main spectroscopic data.
On photoexcitation of the 3B, level at liquid-helium
temperatures spin alignment is observed and
therefore spin-lattice relaxation can be ignored.
This and the selective radiative decay could be
employed when establishing the existence of spin-
spin interactions between F2* centers and abundant
F* centers (with S=%). The experiment is to
measure cross-relaxation (CR) effects on the
phosphorescence intensity for magnetic field
strengths where F3' centers become resonant with
spin species of a different spin temperature.

Figure 3 shows the derivative of the intensity
changes of the no-phonon line corresponding with
the ®B, —'A transition at (683 nm) as a function of
H along the [010] crystal axis. Lines X and Y are
characterized by a o-polarized light increase and
a m-polarized light decrease, which shows that the
spin alignment among the 8 and y levels becomes
erased. The orientation dependence of the X peak
(cf. Fig. 4) is in agreement with a simulation for
CR between the °B, state and an S=% species with
£=2.000+£0.001. F*centers are the most abun-
dant S=1% defects. Clearly the X peak can be as-

w polarization

o polarization

PHOSPHORESCENCE INTENSITY CHANGE

0 7200 250 300 350 400
Hz(Gauss)

FIG. 3. Derivative of the variation in the phosphore-
scence intensity (detection wavelength 683 nm) as a
magnetic field ﬁ, along the [010] crystal axis, is
swept; T = 1.2 K. The sharp changes reflect cross
relaxation with F* centers.

signed to resonant coupling between FZ% and F*
centers. Whereas the X peak in Fig. 3 involves
a single spin-flip transition in both spin species
(B— v in F}* centers vs -1 — +3in F*), the ¥
peak is interpreted as a single spin flip in the F2*
center (83— ) and a simultaneous spin flip in two
F* centers. Multiple spin flips are higher-order
processes and their presence definitely reflects a
high F*-center concentration. This result, put in
a more quantitative basis in Sec. IV B, is of great
relevance to the observed exchange narrowing
phenomena discussed later.

B. Optically detected spin-echo decay

To observe spin coherence involving only the 8
—y transition of Fig. 1, a magnetic field along the
[010] crystallographic direction was applied of
large enough magnitude to resolve the transition in
normal ODMR. At lower fields where the micro-
wave responses of differently oriented FZ* sites
overlap, the light changes associated with the 8
— v transition could be resolved by using a linear
polarizer in the detection pathway for filtering
[001] polarized emission. Spin-echo relaxation
curves were obtained by measuring the optical re-
sponse to a 7/2-7-7-T-7/2 resonant microwave
pulse sequence as afunctionof 27. Illustrative re-
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FIG. 4. (a) Directions of magnetic field, optical ex-
citation and detection with respect to the CaO crystal
main axes as used in the steady-state and spin-coher-
ence experiments. One of the six possible orientations
of the F}* -center molecular axes is also shown. (b)
Variation of the cross-relaxation peak (denoted as X in
Fig. 3) upon rotation of the crystal about the [001]
crystal axis (crosses denote experimental results).
Drawn curve is computed for the case of cross relaxa-
tion between the F%* center in its 331 state and an S =%
spin species with g=2.000+0.001.

sults for various values of temperature (7') and
magnetic field strength (H,) are presented in Figs.
5 and 6.

Phenomenologically, the echo decay curves could
be fitted to functions of the form,?

E(27) < exp[(-27/Ty )], @.1)

where E(27) is the optically detected echo ampli-
tude measured as a function of 7, and T is some
characteristic decay time. The variation of T,
and x with H, is shown in Fig. 7. It is seen that
the phase relaxation appears almost exponential
in the presence of the magnetic field and also that
Ty decreases by almost a factor of 4 when H, is
increased from zero up to 60 G. From Fig. 5 it
is also noted that as T is increased, the echo de-

ECHO INTENSITY

0 100 200 300 400 500
2T(psec)
FIG. 5. Optically detected spin-echo decay curves of
the F$* center in CaO as monitored for the | D-E| transi-
tion (at zero field) at 1.2 and 10 K, respectively.

cay curve attains a pronounced nonexponential
shape. The plots of Fig. 8 express this in a more
quantitative way; as T is increased x increases
until at 10 K, x=2. Furthermore, T, which to
a certain extent is still a measure for the phase
memory time, increases as 7T is increased, or in
other words, phase relaxation within the ensemble
of B, spins slows down as the temperature is
raised in the region from 1.2 to 10 K.

In considering the mechanism for dephasing we

first remark that in general
Ty=(Tsr*+@T)", (4.2)

where 7, is the spin-lattice relaxation time asso-
ciated with population relaxation and T} is the

ECHO INTENSITY

100 200 300 400 500
2T(psec)
FIG. 6. Optically detected spin~echo decay curves of
the F3* center in CaO as monitored for the B~ transi-
tion at 0 and 50 G, respectively (7' =1.2 K).
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FIG. 7. Magnetic field dependence of the parameters
T,, and x as determined by fitting the monitored spin-

echo decay curves (for the g -7y transition at 1.2 K) to
the form exp [— (27 /T, )*].

characteristic “pure” dephasing time. Remember
that T, and T ¥, when determined by direct spin-
phonon coupling,*” would always show a decrease
on a temperature rise. Apparently the decrease
in Ty, when T is increased from 10 K up to 15 K
(cf. Fig. 8) is due to the A-spin spin-lattice coup-
ling. However, experimentally a phonon-assisted
slowing down of T, is observed upon warming
from 1.2 up to 10 K. Occurrence of this phen-
omenon eliminates direct spin-phonon coupling as
a (pure) dephasing mechanism; the result can only
be explained on the basis of exchange narrowing.
This conclusion is further substantiated in Sec.
IVC, where it is demonstrated that 7', processes
do not take place during the °B, state lifetime on a
microsecond time scale. Thus it remains to es-
tablish (i) what transitions are involved in the ex-
change narrowing processes, (ii) how does the
coupling to the phonon reservoir come into play,
and (iii) can we account for the observed effects of
T and H, in a more quantitative way.

One can conceive the lengthening of T\ with T
to arise in a variety of ways. Firstly, the line
narrowing could result from the averaging out
of inhomogeneous broadening of only F2* triplet
spin transitions by either intra- or intermolecular
dynamical exchange processes. For excited

16 %,
o'o... :... ". : coq,®
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x 1 ° ..
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— ] e
$ 1601
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£ .
" 140 ® fooe .
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,5/
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T(K)

FIG. 8. Temperature dependence of the parameters
T, and x obtained by fitting the experimental spin-
echo decay curves (at zero field) to the form
exp [~ (27/T,)*.

molecular crystals, for instance, such exchange
phenomena were proved to be of significant im-
portance for spin dephasing.® Alternatively, the
F2 triplet spins could be magnetic dipolar cou-
pled to another spin ensemble, which in turn ex-
hibits motional averaging and which imposes a
random modulation on the dipolar interactions.
Again we use the argument of Sec. IVC where it is
proved that the individual 3B, sublevels persist for
at least milliseconds. Hence the 3B, state cannot
possibly be involved in rapid exchange processes,
and the former possibility can be dropped. Inde-
pendent proof for the latter (dipolar) coupling
mechanism is obtained from the analysis of the
drastic influence of H, on T, as discussed now.

In the model the shortening of the echo decay
rate due to H, is represented by Eq. (2.42). To
determine whether this equation is followed the
observed echo amplitude decays were computer
fitted to the functional form, exp[-C(z)B(7)],
where B(7) is given by Eq. (2.36c). The proce-
dure yielded a set of two parameters, C(z) and R,
as a function of the external variable H,. Figure
9 plots the variation of C with H, as evaluated from
experiment. There is excellent agreement with
the behavior predicted by the model. Note also
the effect of H, on R, the B-spin dephasing rate.
A best-fit simulation shows R « H2.

A T, -type relaxation as the cause for B-spin de-
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1204 ® C(kHz)
o R(kHz)
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FIG. 9. Magnetic field dependence of C(z) (full circles)
and R (open circles) at1.2 K, when the F}*-center spin-
echo decay curves are fitted to the form
exp [- C(z)B(1)1/?], where B(r) is defined by Eq. (2.36c).
Drawn curves represent best fits, namely, C(z)« z/(1
+ 2912 and R H2.

phasing is highly unlikely since at the low temper-
atures of our experiments one would expect spin-
lattice relaxation to be controlled by direct (one-
phonon) processes leading to R« H? for S=%
spins.2?® On the other hand, it is shown in Appen-
dix B for the special case that exchange is limited
to only two subgroups of B spins differing slightly
in resonance frequencies, that in the limit of rapid
exchange one has

52
R=1_‘+y, (4.3)

where 6 is the resonance frequency difference be-
tween the subensembles and T" and y are explicitly
given by (see Appendix B)

r= "Z; P, 70| T(@) a7 p) 20(0ss =iy +0,y)
4.4)

y=m ZJ Py (Tsirg, igp BTt Ty ispAT ) . (4.5)

Here p labels the phonon states of density p, and
T(w) stands for the transitionoperator.?’:2° T"and
y denote the homogeneous width of each B-spin
packet and the exchange rate due to magnetic di-
polar interactions among B spins, respectively.
Since in the fraction on the right-hand side of Eq.
(4.3) only the numerator is magnetic-field depen-
dent (6 < H,), it follows that the model predicts
RoxH?, i.e., the experimentally found effect of

H, on the B-spin dephasing rate supports the idea
that B-spin dephasing arises due to modulated di-
polar interactions in the fast exchange limit. This
exchange mechanism, which characterizes the
system as a T, sample, is consistent with the an-
alysis of T,(A) as a function of temperature.

Let us first focus on Fig. 8, which illustrates
the slowing down of the A-spin dephasing as 7 is
increased. Consider now Eq. (2.42) in the follow-
ing two extreme situations: (i) RT>1. In this
limit the time development of the A-spin echo is
approximated by E(27)« exp[-(27/7,)*/?]. From
the variation of the parameter x with 7 in Fig. 8
it is evident that this limiting case, which corres-
ponds to exchange narrowing of the A-B interac-
tion, is never attained. (ii) R7<1. Now Eq.
(2.42) reduces to E(27) < exp[—(27/T,)3/?], i.e.,
this functional form of the A-spin echo decay is
representative of slow B¥spin dephasing as com-
pared to (M £8)*/%, where M 42 denotes the second
moment of the A spins due to magnetic dipolar
A-B interaction. Comparison with Fig. 8 shows
that the conditions of “slow exchange” for the A-
B interactions are gradually approached upon
warming the crystal from 1 to 10 K. Apparently,
the slowing down of the A-spin dephasing is pro-
duced by a decrease in the B-spin dephasing rate
R. Such a decrease of R at increasing tempera-
ture reflects exchange narrowing within the B-
spin ensemble, a phenomenon already arrived at

20
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FIG. 10. Spin-dephasing rate (R) of the CaO F* centers
vs T~! between 1.2 and 10 K. Drawn curve is best fit
for R=26.2T"! - 1.1 kHz.
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independently from observed magnetic field ef-
fects.

By fitting as before the measured echo decay to
the function exp[-CB(7)], but now for different
temperatures, we obtain the variation of R as
plotted in Fig. 10. It is seen that R appears in-
versely proportional to temperature. Such a be-
havior implies within the simple model of two
rapidly exchanging B-spin subgroups that T and/or
Y are linear proportional to temperature. On a
series expansion of B-B dipolar spin interactions
in phonon coordinates and application of conven-
tional phonon averaging and integration proce-
dures® in Eqs. (4.4) and (4.5), one can readily
show that in the event of one-phonon assisted ex-
change T" and y become linear proportional to
temperature. It is likewise to be expected that in
a more rigorous treatment where, in principle,
exchange is among transitions with a Gaussian
frequency distribution, that the effective rate for
one-phonon assisted exchange becomes inversely
proportional to temperature as well.

Finally, we comment on the question of why ex-
change narrowing within the B-spin ensemble oc-
curs at all. The reason is the extremely small
inhomogeneous broadening the B-spin ensemble
would exhibit when this ensemble is considered in
the limit that all dynamical processes are frozen
out. This is seen as follows.® The numerical
analysis of the echo decay curves on the basis of
Eq. (2.42) yielded the B-spin density to be d,
=10 cm™3. As a result, the average dipolar
field experienced by each B spin is of the order of
~1 mG. In zeyo field this value would also be rep-
resentative of the inhomogeneous linewidth since
the contribution of strain broadening to the line-
width would be negligible. The latter is inferred
from the F* center EPR linewidth in X band which
was determined as 0.2 G at 4.2 K. Assuming the
high-~field linewidth to be caused by an inhomogen-
eous spread (due to strain) in the B-spin g value,
one readily extrapolates a residual strain broad-
ening of ~10"* mG in the presence of the local di-
polar field. In summary, at zero field or low
fields, the inhomogeneous (static) broadening is
extremely narrow and therefore readily allows for
averaging out by dynamical exchange processes.

C. Spin ordering

In Sec. IV B it was argued from the x =3
power law for the echo decay that A-spin transi-
tions are not exchange narrowed. This conclusion
is confirmed by the determination of the lifetime
of the A-spin sublevels by means of spin ordering.
As discussed in Sec. II A, the locking of the spin
to its own local field is achieved by adiabatic de-

magnetization in the rotating frame (ADRF), while
detection of the phenomenon is done by applying a

(m/2,0°)~7~(7,0°)-7"=(m/2,90°) modified Hahn-echo
cycle,

The building up of coherence along the e, axis
during the period 7’ is representative of the or-
dering left at time 7, after the ADRF sequence. A
typical profile, traced optically by the final
(n/2,90°)-probe pulse, is given for the T,~T, tran-
sition at 1.870 GHz in Fig. 11. The signal was
obtained after spin-locking the system during 100
usec in a H, field of 1.8 G; ADRF was completed
in 100 pysec, whereas the echo cycle (with 7=2
usec) was started at 7,=50 psec. Using the tech-

‘niques described in Sec. III, the variation of the

peak amplitude of the spin-ordered signal (the
maximum occurs for 7' =1.8 usec) could be
scanned as a function of 7,. Figure 12 shows the
optically detected ordering decay.

The transient decays exponentially with a char-
acteristic time of 7 ., =3.0+0.3 msec at temper-
atures between 1.2 and 4.2 K. As a result, T
appears to be equal to the lifetime of the radiative
7, sublevel which was previously determired from

VA "o ';‘/2
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FIG. 11, Optically detected spin-echo in the ordered

5B, state of the CaOF%* center as monitored for the
|D-E| transition at zero field, T=1.2 K.
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FIG. 12. Optically detected spin-echo decay in the
ordered 331 state of the CaO F3* center as monitored
for the | D-E| transition at zero field, T =1.2 K.

spin-locking experiments.” Furthermore, after
nearly complete decay of the 7, level (at 7,10
msec) the intensity of the spin-ordered signal was
about one-half the initial value (at To ~0), whereas
the ordered signal could be followed for still much
longer 7, values. These data confirm the previous
conclusions” that the nonradiative level, 7, per-
sists much longer than 10 msec without contact
through spin-lattice relaxation to the 7, level.
Finally, the results prove unambiguously that
near-resonant exchange on a microsecond time
scale involving the ®B, sublevels of the F3* center
does not occur. Consequently, the observation of
the lengthening of the triplet spin-phase memory
time (see Sec. IV B) must be attributed to a slow-
ing down of the dephasing of the B spins which act
as the stochastic perturbations for the A spins.

1

V. CONCLUSION

In this paper we studied the role of dynamical
spin-spin interactions in the spectral diffusion
process for F3' centers in their photoexcited °B,
state. It was demonstrated that dephasing within
the ensemble of excited triplet spins (called A
spins) results from dipolar coupling to fluctuating
S= % spins of F* centers (which form the B spins).

The applied experimental techniques (optical de-
tection of spin coherence and spin ordering) al-
lowed us to investigate the system in zero or low
magnetic fields. Under these circumstances one
may reason that the A-B dipolar coupling is sup-
pressed on account of the quenching of the triplet
spin magnetic moment in a low-symmetry crystal
field. This effect was verified from the magnetic
field dependence of the A-spin phase relaxation.
Furthermore, at low magnetic fields, one expects
a drastic reduction of T,-type relaxation of the B
spins and hence the B-spin precessional motion
to dephase predominantly by modulated spin-spin
interactions. Support for this hypothesis was ob-
tained from a detailed analysis of the A-spin echo
decay curve in the presence of a magnetic field.
We find R« H? which, as proved for a simplified
model, is characteristic of exchange narrowing
within the B-spin ensemble.

Coherence measurements as a function of tem-
perature give independent support for this explan-
ation. As the temperature is raised, a decrease
of the dephasing rate of the A spins was found.
Theoretical and experimental arguments show that
the phenomenon is related to a slowing down of the
B-spin dephasing (Rx T7!). The interpretation im-
plies the simultaneous effect of spin-spin interac-
tions and spin-phonon coupling of the B spins which
results in a one-phonon assisted rapid exchange
process.

APPENDIX A

To derive the secular Hamiltonian for dipolar interaction between A (S=1) spin and B (S= 3}) spins we
start with the Hamiltonian for the dipolar interaction between one A and B spin,

2
hAB = £ T§BM [SxASxB(l - 3X?4B) + SyASyB(]- -3 YiB) + SzASzB(I - 3Z?43) - 3(SxASyB + SyASxB)XAB YAB
AB

~3(S,4S:8+S:45,8) YanZ an— 3(S, 45,5+ SxASzB)ZABXAB] .

The spin operators for the A spin can be ex-
pressed in terms of the raising and lowering oper-
ators of the a, 3, ¥ basis as follows: Consider the
orthonormal set

la>=acxi+>+bal->,
[BY=agl+)+bg]-), (A2)
lv)=10),

(A1)

i
where [+), [~), and |0) are the m =1, ~1, and
0 eigenfunctions of the S, operator. It is readily
shown that in the «, 8, ¥y matrix representation one
has

0 0 G, OX

0 0

S, = a*§+b*§ ,

®
Nl

ay+by apg+by 0
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0 0 ax-bx)

1 * *
S,=——— 0 0 -b 3
=173 ag-bs|, (A3)

ba"'aot bB_aB 0 /

aXay, — bxb, aXag—brbg 0)

S,= | ata, - b%b, abag-bEbg 0O

0 0 0

Recalling the matrix representation for the raising
and lowering operators S,g, Sg., etc. in the a, 8,y
basis [see Eq. (2.9)], one obtains from comparison
with Eq. (A3)

1
—= (@ +bo)Say + (@ + D%)Sye

S=7s

+(ag+bp)Ssy+(ah+53)Sysl,

1 .
Sy:‘;ﬁ [(ba = Ay )Sct yt (aé - b¥ )Sya (a4)
+(bg - aﬂ)sﬂy + (ag - b;)sye] ’

Sz= Za)gaasot st 2“2;“ BSBoc + (a(’;aa - béba)ss »

where by definition in the «, 8, ¥ representation

1 00
S;=10 -10]. (A5)

0 0O

It follows that only
S,a=(aXay — b%b,)Ss 4 (A6)

is commutative with 3¢#, and therefore
2
han(sec) =EA5BER (gra, - b2b,)S,4S.5(1 - 32%5),
7 AB

(A7)
where it is assumed that H, is high enough so that
the B spin is also quantized along the A-spin prin-
ciple molecular z axis. For a static magnetic
field, H,, solution of the secular equations yields

4

atay - b5, = (1+22)7%’ (A8)
in which z=g,(H%, + H3)Y2|E["!. As a result we

obtain

8a88HE 2
h4p(sec)= = £ mssAszB(l -3Z%s).
(A9)
APPENDIX B

Here we derive that the correlation function
C(t',t) is a single exponential decay function for
the simplified case of phonon-assisted rapid ex-
change between two B-spin subgroups with closely
spaced spectral transitions i —f and i’ —f’, re-

spectively (see also Fig. 13). By definition [cf.
Eq. (2.34)]

Cp(t’, 1) =Tr[px(t")x'(®)], (B1)

where x equalsthe B-spinoperator. Instead of con-
sidering C g(¢',¢t) directly we find it more conven-
ient to discuss its Fourier pair, I(w). The spec-
tral density is given by

I(w)=§% I dte*T Trlpx(t)x']
=_1__ J‘*Qd‘rei“" Tr[pxe"i'xT]
27 ),

=2 1m Te[pxG (@)X (B2)

In Eq. (B2) use was made of the Liouvillian L,
which operates in Liouville space as?'®

p(t)=e"iEp(0), (B3)

and the Green-function operator in Liouville space
defined by

1
w-L"

G(w)= (B4)
To evaluate matrix elements of G(w) we follow
the procedure of Ref. 27. There it was argued
that I(w) of Eq. (B2) can be rewritten as

1(w)=~%1m((xfps m}—j(glx'» , (85

where the double angular brackets indicate repre-
sentation in Liouville space, p=p°o® where p® and
p® denote the density operators for the B spin and
bath states, respectively, L, is the Liouvillian for
the ensemble of isolated B spins and {f) is the
thermal average of the full transition superopera-
tor where the latter satisfies

t=L,+L,Gt, (B6)
1 10

in which L, denotes the Liouvillian representative
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FIG. 13. Illustration of the level scheme for one-
phonon assisted exchange between two nonresonant B
spins.
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for the interactions of the B spins with themselves
and the phonon bath. For the case of interest here,
namely exchange between 7f and ¢’f’ transitions,

the Liouville space is spanned by

i) = lia'o)fi'p |
and (B7)
Izlf/» = Iu/plxyup/' ,
where the Hilbert operators operate in the pro-
duct space formed by the eigenstates of the two
exchanging B spins (see also Fig. 13) and the
phonon state vectors.
For simplicity we take (f|x|® =(f |x|i") = xs;
and also we assume that initially only the ¢ and

i’ states are occupied in the otherwise incoherent
J

W= wy= 0,, +iT,, 8y +1Y),

{g}= [

051 T1Y5 W= W= 0, +il',

AND R. HOND 23

] //petls].

B-spin ensemble: p®=pjpj. With these asser-
tions Eq. (B5) is reduced to

1
1) ==~ pipd | Xs | 12 £, o (B8)

where g,, ,=((ab|g|cd)), g=(w- L, ()™, and
the summation is over all possible (four) matrix
elements using the set of (B7).

Consider now the matrix {g} in the (1, 2) basis
using the notation |1)) = |if)) and |2)) = |i’f")):

{g}:[ w_w(t’;,_<t>22 w_:t>lj<t> ]/ Det'g-ll )
21 fi 11 (Bg)

where Det|g™!| stands for the determinant of the
£~! matrix. Introduce

(B10)

As discussed in Refs. 27 and 29, T',, and y,, can be expressed in terms of matrix elements of the transi-
tion operator in Hilbert space. We obtain after an elaborate calculation in the limit that w= w;;~w,.,

r,=n
by O RE DR D

o 2

bt SREPELTD

w1 20 | | T(w) [firp") = (Gi'p | T(w,) [i4D") |%8(w,y)
b v

where w, =w,+w, +w,, W,=w;+wW,+w, and T(w)
equals the transition operator in Hilbert space
which satisfies
T=V+VG,T. (B12)

Here V includes terms that represent the magnetic
dipolar interaction between the exchanging spins
as well as the spin-phonon coupling for each se-
parate B spin.

Under the assumption that all inframolecular
relaxation processes (of T, and T, type) can be
excluded we obtain for I');

T, Zﬂppl(ﬂ'p l T(w,) |if'p") |25(wﬁ.-— Wpr g+ W)
'

(B13)

This expression is contained in the first summa-
tion on the right-hand side of Eq. (B11) and re-
presents the broadening of the if transition due to
exchange between |1)) and |2)). Within the same
approximation TI,, can be calculated. The result
is Ty, =T, =T

Similarly, we find

2 b () [k [P0y - 0y 4,

P, (Ei"D | T(w,) |kk'D")|26(w =Wy s+ @,p)

(B11)

T
iz =Y =V =7 prTn'p, i T Fn,ii— Tips, irp)
)

T a1 Tivp, 10— Tyiop,pu) - (B14)
Note that off-diagonal elements in {g} occur only
if the magnetic dipolar interaction simultaneously
effects exchange and anisotropy in the scattering
by the B spins. With the aforementioned assump-
tions and neglect of the exchange-induced shifts
in the resonance frequency, {g} can be written as

W= w,+0+iT iy -
0 /Detlg‘]‘,
iy W= wy=0+iI

where 6=(w,; - w;;)/2. Assuming the limit of
rapid exchange, i.e., y*~ ["*> 6% one can finally
show that I(w) approaches

82/ (L+7v)
(w=w)?+[0%/(T+")? "

Equivalently, the autocorrelation function which is
the Fourier transform of I(w) is obtained as

(B15)

I(w) c<

Cyt',t) <exp(-R|t' ~t]), (B16)
where the dephasing rate R is given by
R=8*/(T+y). (B17)
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