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The decay behavior of the one-pulse free-induction, two-pulse echo, and three-pulse stimulated-echo
signals is calculated for a system of 4 spins, isolated from each other, whose local field fluctuates
because of the uncorrelated flipping of a system of B spins randomly located. The decay behavior is
obtained in closed form and is valid for all time. We find that the dipolar line shape, which is the
Fourier transform of the free-induction decay, is always narrowed by the flipping of the B spins. The
two-pulse echo first decreases as the B -spin-flip rate W increases and then increases as W is further
increased. Except for the free-induction decay our formulas coincide in the limits of very short and
very long times with those calculated by Klauder and Anderson and by Mims.

I. INTRODUCTION

One of the most intriguing effects in the study of
both spin resonance and the transient excitation of
optical resonance is the relaxation behavior of the
signals generated.!™® Although one speaks freely
of the decay in terms of a single-phase memory
time the decay is usually not characterized by a
simple exponential function. One important mech-
anism is the so-called spectral diffusion® which is
caused by the fluctuation of the local field at the
site of the resonance ions. The local field at an
atomic site has many contributions of different
origin: strain fields, dipolar fields, hyperfine
fields, etc. For a material containing unpaired
atomic spins which interact strongly either with
each other or with the lattice vibrations of the
sample, the source of the fluctuating local field
will be the flipping of those unpaired spins.

The problem of spectral diffusion decay in spin
resonance has been studied by many workers. %3
For simplicity, the samples are usually classified
into two kinds. Those in which the flipping of the
neighboring ions is mainly caused by a spin-lattice
interaction are called T, samples (T, is the spin-
lattice relaxation time), and those in which the
flipping is caused by a spin-spin interaction are
called T, samples (T, is the spin-spin relaxation
time). Obviously a T, sample is simpler to treat
and this is the case that we restrict ourself to in
this paper.

Two models have been proposed. In the model
presented by Klauder and Anderson, * the fluctua-
tion of the local field is described by means of a
stochastic model, and wide classes of both Mark-
offian and non-Markoffian distributions are used
to predict the results of transient electron-spin-
resonance experiments. In the particular case
where the local field is due to neighboring mag-
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netic dipoles, the conditional distribution for the
spin precessional frequency is argued to be
Lorentzian in the short-time limit. This distribu-
tion function leads to a spin-echo behavior which is
in good agreement with experiment.?

The other model, utilized by Mims, ° is called
the Gauss-Markoffian model. The echo amplitude
is obtained as a double average over (i) an ensemble
of A spins having identical spatial B-spin environ-
ments and (ii) all possible such environments (A
environments). The second average is calculated
assuming random placement, while it is argued
that the first average is effected by assuming that
the z component of the B-spin dipole moment is a
Gaussian random variable and its correlation func-
tion is Markoffian. The echo amplitude is calcu-
lated for arbitrary excitation pulse separation but
it is stressed that only the long-time results are
physically valid.

Our model is elementary. Our essential as-
sumptions are only the following.

(i) The spin placement is random.

(ii) The A spins, whose signal we observe, are
isolated from each other.

(iii) The fluctuating field at the A-spin sites is
due to the dipolar field of the B spins which are
flipping between two quantum states at random, at
an average rate W.

(iv) The A and B spins can be treated as spin-3
systems. By averaging first cvir 27 7 con-
figurations we express the free-induction or echo
amplitude in terms of a sum over all possible B-
spin-flip sequences which we evaluate to obtain a
result which is valid for all time. Our model is
such that it corresnonds ~~2%stically to what 03>
would expect when using a T, sample. Our results
coincide exactly with those of Klauder and Ander-
son in the case of two- and three-pulse echoes in
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the short-time limit and with Mims for the two-
pulse echo in the long-time limit.

Our calculations involve isolated A spins inter-
acting with B spins which are flipping. In practice
the A-spin resonance is further broadened by other
spin species, crystal field strains, etc. As long
as the additional broadening is static (inhomoge-
neous) the effect on all our results is elementary.
For the free-induction decay, an additional static
inhomogeneity would have the effect of multiplying
our result by the Fourier transform of that inhomo-
geneity line shape. There is no effect of the addi-
tional inhomogeneity on the echo-amplitude calcu-
lations since we restrict ourselves to calculating
the amplitude of the echo at 7,, the time the echo
is expected under idealized conditions.® The static
inhomogeneity modifies the shape of the echo by
attenuating it for times other than 7,. The static
inhomogeneity thereby serves to sharpen and better
define the echo; it does not change its value at 7,.

In Sec. II we begin by writing the expression for
the free-induction signal amplitude for a single A
spin interacting with a single B spin. The B spin
flips at random at an average rate W. A formal
expression for the general free-induction signal is
obtained by summing over all B spins and by aver-
aging over all possible A environments. Our result
is expressed in terms of a sum over all possible
B-spin-flip sequences. The leading terms involv-
ing zero or just one spin flip are calculated ex-
plicitly and show that the initial effect of B-spin
flipping is to lengthen the free-induction decay.

We recast the general spin-flip term by a reorder-
ing procedure and reduce it to an elementary inte-
gral, enabling us to sum over all spin-flip terms.
Our result is in terms of modified Bessel functions
of zero and first order and shows that the effect of
the B-spin flips is always to lengthen the free-
induction decay.

In Sec. I we calculate the two-pulse echo ampli-
tude. We proceed as in Sec. II and obtain our re-
sult in terms of a sum over all B-spin-flip se-
quences. By evaluating the leading term explicitly
we obtain a shortstime result which is identical to
the result of Klauder and Anderson. We evaluate
the general spin-flip term for an odd number of
spin flips by demonstrating an equivalence with the
general spin-flip term evaluated in Sec. II. We
evaluate the long-time limit by recognizing that it
is only necessary to evaluate the term correspond-
ing to the average number of flips 2W7 that one
would expect in the time 27 between the first ex-
citation pulse and echo. Our result agrees with
the work of Mims. The general spin-flip term,
corresponding to an even number of spin flips, is
evaluated by obtaining a differential equation which
relates the even and odd spin-flip terms. This
differential equation is derived in Appendix A.
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The sum over all spin-flip terms is evaluated in
terms of modified Bessel and Struve functions and
it is demonstrated that in both the short- and long-
time limits it reduces to results previously ob-
tained.

In Sec. IV we evaluate the three-pulse stimu-
lated-echo decay amplitude. This calculation is
straightforward as we are able to utilize the re-
sults of Sec. II and III directly.

The last section (Sec. V) is the discussion. All
our results are expressed in terms of two gener-
alized dimensionless functions G(z) and K(z) with
dimensionless arguments z. We plot and tabulate
these functions and discuss all our results in terms
of their behavior. We explain why one should al-
ways expect line narrowing for our model. We
give a physical explanation for the dipping of the
two-pulse spin-echo relaxation time. "8

We obtain a rather large signal amplitude (the
word echo might be misleading) at the normal
position of the stimulated echo, in the case where
WT> 1, when T is the time between the second
and third excitation pulses even when the only con-
tribution to the local field is due to the flipping B
spins. We explain how this arises in a natural
way.

II. FREE-INDUCTION DECAY

We start by considering an A and a B spin, with
dipole moment operators s 4, and [iz and separated
by a distance T, which interact through the dipolar
interaction:

JCAB=I_IA’LTB/7’3—3I-IA‘;IIB‘;/”5, (2.1)
and we assume that their resonance frequencies
are so large and disparate that we need only use
the diagonal part of this interaction. We apply a
90° excitation pulse, the effect of which is to take
an A spin initially in the ground state ¥{*’, and put
it into a linear superposition of the A-spin ground
»* and excited ¥{4’ states. We write the result-
ing A-spin wave function in a frame of reference
at resonance with the average A-spin frequency,
i.e.,

A1) = (1/V2) fexpl - i [ w(tydt] i
+(1/V2) {explzi [ w(t)dt]}oi®,  (2.2)

where

w(t) =2 4up(t)(1 — 3 cos?O)r 3. (2.3)
The angle between the static applied magnetic field
and T is given by 6. In the expression for w(?) the
magnetic moment p, is constant in time while up
jumps between the values * up, at random, at a
rate W.
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The free-induction-decay amplitude is then the
matrix element of the dipole moment operator in
the state ¢*4(7) and is

(7, 0, w)=expli [ w(t)dt], (2.4)

where it is to be understood that we take the real
part of the exponential term. *

The many-spin solution is obtained from the two-
spin solution by averaging over all A- and B-spin
sites. We must also average over all B-spin-flip
histories. We incorporate these operations into
our notation by writing the free-induction ampli-
tude as

rio-a ol o [0, 09
where
wa,ﬂzzﬂAl—‘-B(l —3c0829a'5)h_-17’;3:5 (26)

and the subscripts @ and 8 refer to A- and B-spin
sites, respectively. The bracket ({ )), represents
the operation of averaging over A-spin sites. We
have defined A(f) through ug(?)= pgh(t), so that k()
has unity magnitude and changes sign every time
its representative B spin flips. The operator @
performs the average over all B-spin-flip his-
tories.

The average® over all spin sites is particularly
simple, as we assume that both the A and B spins
have equal probability of being located in any point
in space and that the A-spin environments are un-
correlated with each other. This average is ob-
tained by factoring the exponential into a product
of terms corresponding to a fixed A spin and all
the B spins in the system. We then average each
B-spin position over space. The result is inde-
pendent of which A spin we pick as a reference.
We indicate the above operation in the expression
for the free-induction decay as®!°

F(T)=Ersllg<exp[iwa'efo h(t)dz]>, (2.7
where
(Qu, 0= (@1/V) [72 v, [ 5106, 4d04, 4Qu, s,
(2.8)

N is the number of B spins in the sample, and V
is the volume of the sample.

We note that @+ 1 represents the average of unity
over all spin-flip histories and therefore must it-
self be unity. We can therefore write

F(t)={1-(1/N)Na
X1~ explivg,s [ h(DAL])} (2.9)

Since N(Q,, s is independent of N [Eq. (2.9)] for
large N, F(7) becomes
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F(7)=exp{Na(1 - expliw,,s [ k(1) dt])} . (2.10)

We complete the operations of averaging over
spin sites by using

LT -etx2dx=n|C|

-0

and

f_: |1 -3cos?0|d(cosb)=8/3V3
to obtain® %10

F(1)=expl- Awypa | [ h(hat|], (2.11)
where!!

8wy =[167/(9V3)lnpqught.

Here, n (=N/V) is the number density of B spins.
It will be convenient for what follows to use a
more compact notation. We define

a® (m=a| [‘n@)at, (2.12)
then
F(T)=exp[-Aw1/zG(")(T)] . (2.13)

The operator @ averages over all B-spin-flip
histories; it is an average over the probability
that a B spin does not flip, that it flips only once,
that it flips only twice, etc. We call the B-spin
flip rate W so that the probability that the B spin
does not flip in a time 7 is ¢"¥", The probability
that it flips just once in the time 7 and that the flip
occurs in the interval between £, and ¢, +dt, is
e¥"Wdt,. The probability that it flips just twice
in the time 7, once in the time inverval ¢, to ¢, +d¢,
and then once again in the later time interval /, to
t, +dt,, is e¥"Wdt, Wdt, and so on. The operator
@ is therefore a sum of operators; accordingly we
define @, through the equation

)

g@=2a,,
r=0

(2.14)

so that @, gives the y-flip contributionto @. In a
similar manner we define
N

a® ()= 2 a®, (2.15)
70
where we have suppressed the dependence of @4
on T,
The quantity @, 1 is just the probability that
there will be a total of ¥ B-spin flips and is

e, 1=¢"w [at, ft:dta--- ft:_‘dt,

=eY(WTY /v, (2.16)
so that
X 4
@-1=e¥12J (W'T) =1,
- y=0 YV:

as we argued earlier.
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The operator @, on Ifofh(t)dtl puts restrictions
on k(t) which we make explicit in writing

e =a,| [h(t)t]

_wr T T T
=ew [t le dly - jtmdt,] J mtyat|,

where (2.17)
h(t)=(2)1 for ¢ < t< ¢, for k(CX),
t0:07 f,,.1=ZT,

except that
e =@g=er,

The problem of evaluating the free-induction-
decay amplitude [Eq. (2.13)] comes first in evalu-
ating the general term @ and then from evaluat-
ing @ (1) from the sum over all 3. For short
times such that W7 << 1 the problem is quite trivial
since we need only evaluate the leading nonzero
terms in the expansion of @". If we restrict our-

selves to the first two terms, then
F(T)=exp[ - Aw,; (@ +a ")) (2.18)

for W7 << 1.
We can calculate @§" and @{" directly. We
obtain

el =a,| foTh(t)dt[
=t [Tho(tyat|= e,

where we have used ky(f) =1 and
T ~ -T T

a{P = ao| [ n(tyt|=ew [Tat,| [Tyt at].

From the definition of 7,(?),
T

Smbdt =t ~(t -t =2t -7,
so that

ai =3 VWl
and F(7) becomes

F(T)=exp| - Aw,;p ¥ 7(1 +3WT)], (2.19)

or on expanding the exponential inside the brackets

F(1)=exp| - Aw; p7(1 =3 WT)] (2.20)

for Wr<<1.

In lowest order the free-induction-decay signal
behaves like a simple exponential, as is well
known. The etfect of the B-spin flips is to lengthen
the free-induction decay. The correction term
sWr in Eq. (2.20) is new.

We now calculate the free-induction decay F(7)
without restrictions. We require @‘*’(7), which is
a sum over the «, s. The term @ involves ¥
spin flips and is expressed through Eqs. (2.12),
(2.14), and (2.15) as
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a®=a,| [ n|

—evrwr [Tty [Taty-- [T a] | ", ()dt |,
! . (2.21)
where #,(¢) is defined in Eq. (2.17).

For y =5 we illustrate A,(f) in Fig. 1(a), counting
that part above the zero line as positive and the
other part as negative. The total shaded area
represents [ hs(t) df. We note that an integration
over the ¢,’s is equivalent to an integration over
the spin-flip intervals. Consequently we can re-
order the ¢,’s so that all the intervals in which
h,(t) is positive come first and the other intervals
come later just as shown in Fig. 1(b). This defines
a new h}(f) [see Fig. 1(b)] such that

h¥t)y=+1,
h¥(t)=-1,

0<i<t,
t<t<Tt

where k= if y=2p or if y=2u+1 (p is an integer)
and we have relabeled the f variable. We do not
change notation with respect to the ¢ variable since
it is a dummy variable.
But now
[ mnat=2t, -,

therefore

e =e VW _grdtl ft: diye - ./;_ldtr

This integral is simple if we integrate over the
variable ¢, last. Then,

ot -7|. (2.22)

( - T Ty T T
a =ewr [Cdt,( [ "t ftl dtzu-ft:zdt,‘_,)

T T T
X( f, dten ftm b+ fty_ldt,)IZtK -7] (2.23)

or

o e [ Bl .

helt) -0

s}

e NERAv4y L L
st Of—- <

// - // 7 / & /

-1

FIG. 1. Reordering of spin-flip intervals to simplify
calculation of G,o‘) : (a) illustration of &, (#) for y=5 with
B-spin flips at ¢, 5, ..., t5 (b) reordering spin-flip
intervals of (a) to generate the simplified function A} (f).
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The evaluation of P,(?) is elementary; the result is

Py (t)=t"(T =™ /nl(n - 1)!,
(2.24)
P2n~l(t) = tn(T - t)ﬂ/n!"?' .

The remaining integration is just over f,. We ob-
tain
(h) _ =W (wr/2)*
Gz, =¢€ ’T—(;!‘)'r—,
(2. 25)

iy _ owr (WT/2)"1
Qo1 =€"'T NI

The quantity of interest @*(7) is the sum over
all n. These sums we recognize in terms of the
expansion of the modified Bessel functions ,(z):

% 1 \2u
_ il i w3y (220
I(2) = e R(5e'127) Zjo L] (2.26)
for integral v.'? We obtain
aln = 2 ash = e VrTIy(WT), (2.27)
n=0
e =27 a, = eI (WT), (2.28)
n=0
and F(7) [Eq. (2.13)] becomes
F(1)=exp{-Aw, e [I(WT) + I)(WT)] } . (2.29)

As a check we use Eq. (2.26) in the limit W< 1

to write
I(WT) +[(WT) =1 +3WT, (2. 30)

so that we recover Eq. (2.20). In the limit Wr>1
we can use!?

I(2)=(2m2) 2?1 — (402 =1)/82+ -+ ], (2.31)

which is independent of v in lowest order and which
is good for z>1. We obtain, in lowest order,

F(7)=exp| - (2/7)' PAaw, , W' 271 2] (2. 32)

for Wt > 1.

III. TWO-PULSE ECHO

The two-pulse echo is obtained by applying a
180° excitation pulse at a time T after a 90° excita-
tion pulse is applied. The effect of the second
180° pulse is to interchange the ground- and ex-
cited-state spin-wave functions so that at a time
27 the wave function, which was Eq. (2.2) just
prior to the excitation pulse, is

P 4(27) = (1/V8) fexpl - 3 [ "s(D(t) de] i

+(1/V2expl3i [ st dt] }4*,
(3.1)

where the function*
s(fy=+1if t<T,

s@)=-1if t>7. (3.2)

The echo amplitude is then the matrix element
of the dipole moment operator for the state A (2T1)
and is*®

27
e(2T, 7, 6, w(t)):exp[z‘fo s(Hw(t)dt];
again it is understood that we are to take the real
part of Eq. (3.3).

The many-spin solution is obtained as in Sec. II.
The equations corresponding to Egs. (2.11)-(2.13)
are

(3.3)

B(27)=expl-aw, e | [ s(Ohnat]],  (3.4)

an(zn=a| [Msn@at|, (3.5)

E(2T)=exp{-Aw,, @M (27)}, (3.6)
and as in Eq. (2.15) we define

amM(27) = > alm (3.7

r=0

where again we suppress the T dependence of @{*».

For short times such that W7<«< 1 we can evaluate
E(27) directly. We need only calculate the first
nonzero term in the expansion of @®(27). As we
will see, the leading term is @{**’ so that

E(27) =exp(-Aw, ;G {P) (3.8)
for Wr<1,
The fact that @§™ is zero is evident from
2 2
@ =@, | [ sty dt|=e¥ | [Tstyat|=o,

where we have used the condition Ay(¢)=1.
We evaluate G{** explicitly

@i = e, | [s(Or(0)at|

=er| f “at,| A “ syt dt|.

From the definition of s(#) and #,(#) [see Egs.
(3.2) and (2.17)],
27 T 2T
Jy smr@ydt= [hi(t)ydt - [ hy(t)dt
=2t fort=rT

=2(27 -t) fort=r,

so that

a{sm = 2wt (3.9)
and

E(27) = exp(- 2WAw, ,7°) (3.10)

for Wr< 1.
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The quantity 2W corresponds to the R =T7! of
Klauder and Anderson* and Mims.® Setting R =2W
we recover the Klauder-Anderson result. 13

In the limit W7 > 1 the expression for E(27)
simplifies inasmuch as it is sufficient to regard
each B spin as flipping exactly 2W7 times. The
expression for E(27) then involves only one term
in the expansion of @**(27). We write the echo
amplitude in this limit as

E(27) =exp(-Aw, ;3 @M/ @™ - 1),

with y=2Wr.

The term @{** - 1 provides the proper normaliza-
tion since the number of spin flips is fixed at
v=2WT and gﬁ"” - 1 is the probability that there are
just ¥ =2WT spin flips. From Eq. (2. 16) of Sec.

II we have, on replacing 7 with 27,

o 2Wr awty
7!

(3.11)

a1

The general formula for @{*" is obtained from
(3.5) and (3.7) and is

el =a,| [“s@on()at|. (3.12)

The essential difference between @** and the
term @ [Eq. (2.17)] is the function s(f). Whereas
a;"’ was readily evaluated for y, even or odd, we
are only able to obtain a simple derivation for
@!® when y is odd.

Consider ¥="7. We show in Fig. 2(a) the possi-
ble function h(f)=#,(f). We have chosen to illus-
trate the case in which four spin flips take place
before the time 7 and three spin flips take place
after 7. The integrand we must consider is
S(#)hq(t), which we show in Fig. 2(b). The value of
the integrand is the sum of the shaded area (area
is positive or negative depending whether it is
above or below the zero reference line). But we
must perform an integration over all possible spin-
flip times which correspond to four spin flips on
the left and three flips on the right. This is equiv-
alent to integrating over all possible intervals in-
dicated by the circled numbers in Fig. 2(a). This
being so we can reorder to obtain the sequence
shown in Fig. 2(b), which is equivalent to a new
function h¥*(f) [see Fig. 2(c)] for which the time 7
occurs between the fourth and fifth spin flip, and
there are a total of seven spin flips. Our point is
that the function r¥*(¢) of Fig. 2(d), constructed as
we have indicated and used in Eq. (3.12) with the
function s(#) replaced by unity, is equivalent to
using the function %,(?) of Fig. 2(a) in Eq. (3.12).
A parallel argument holds if there are an odd
number of spin flips before 7 and an even number
after. We can now, when 7 is odd, reexpress
@*™ of Eq. (3.12) in the form

2
aéi’3=22n41’ ./(; Th(t)dtl, (3. 13)
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which corresponds to Eq. (2.17) of Sec. II. From
Eq. (2.25) of Sec. II we obtain on replacing 7 with
27

-2W17 (WT)ZMI
ntn+1)!°

The parallel argument for @i when v is even
does not work because it fails when there are an
even number of flips before and after 7.

We now evaluate E(27) [Eq. (3.11)] using Egs.
(3.12) and (3. 14):

Gy = 2¢ (3.14)

Aw,, WT (2n+1)!)
W @it ) G-19

with the conditions that 2n+1=2W7 and W7> 1.

Since the arguments of the factorials are large
we can use Stirling’s approximation to simplify.
Stirling’s approximation is!?

['(z)= (27)2exp[(z - 3)Inz - 2]

for z> 1. We use I'(z+1)=2z! for integral z= 0.
It follows that

E(2T)=exp (— 2

2n+1)! 1
(;:’;)13” = —\/—z‘—%'exp[(zn+2)1n2 —$1n(2n+2)]
= —\/lﬁ 221)4-2(277 + 2)-1/2 .

On setting 2W7 =27+ 1 we obtain
E(27) =exp| - 2(1/7)PW-1RAw, , /2] (3.16)

for Wr> 1, which for 2W =R recovers the result
first obtained by Mims. *

To go beyond the limiting expressions for E(27)
it is necessary to sum the @{*® over all y. Part
of this sum we can do directly, as it corresponds
to a sum we performed in Sec. II.

We define

©

— (sh)
aodd - 2 aZnol
=0

and (3.17)

- (sh)

aeven - i 627»2 ’
n=0

SO now

a(sh)(zT) =aenn + aodd .

Just as in Sec. II, Egs. (3.17), (8.14), and (2. 26)
lead to

@ gq=2e"¥"7L,(2WT). (3.18)

The corresponding expansion for @, is not as
easily identified. However, as is shown in Appen-
dix A there is a simple relationship between @oaa
and @ even » Which is

d
- eZWra."n = ZWQZWTaodd .

7 (3.19)
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ob— —

hy(t)

(o)

sithh, (1)

;/ 2T

s(tihrit)

e

f%er

‘1—1

T .27
- —

{d)

(Y

FIG. 2. Reordering of spin-flip intervals to demon-
strate an equivalence between the @ and a;’" terms
for v odd: (a) illustration of &,(f) for y=7 with four B
spin flips before T and three B spin flips after 7; (b) il-
lustration of s(¢)k,(t) for case (a); (c) reordering in
second interval to generate an k3 (t) which is equivalent
to k,(t); (d) illustration of &} *(f) obtained from (c) which
is equivalent to &,(¢) when s(¢) is replaced by unity.

From this we obtain
wT
Goyen =4e""""’W"f0 wl,(2u) du .

This integral is standard and given by®

(3.20)

fou uly(u) du=3m0[I(v)Ly(v) = L(v)o(v)], (8.21)

where I,(v) and L,(v) are the modified Bessel and
Struve functions of order v. The value Of G gye iS
then

Q..o = T2V T, (2WT)Lo(2WT)

— L,(2WT) I,2WT)] . (3.22)

The expression for the echo amplitude for arbitrary
WT is now obtained using Eq. (3.6) with Egs. (3.20)
and (3.22):

E(27) = exp(- 2w, ;, e2¥7 T{ [,(2WT)

+ 31 L(2WT)Ly(2WT) = L,(2WT) [y(2WT)] ).
(3.23)

As a check on our work we evaluate E(27) [Eq.
(3.23)] for the limiting conditions using the ap-
propriate expansions for I,(2WT) and L, (2WT).

For small z we represent [,(z) by its expansion
in z [Eq. (2.26)] and L,(z) by its expansion in z:
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v+2n+l

© 4
L(2)=20 22
(2) 2o LM+ )T (v+n+3)”

(3.24)

so that after rearrangement we obtain the useful
expression

E(27)= exp[— Aw, pe T T("i Cpe (ZWT)'>] )
-1

(3.25)
where the C,’s can be deduced from the recurrence
relationship

n+1 C

el = -1 .2
Can 2n+4 M+ -3[1+(-D"] (3.26)
with C;=1. In lowest order, the above expression

recovers Eq. (3.10) for Wr << 1.
For large z we use Eq. (2. 31) for [, (z); for the
modified Struve functions we use!®

Lo(z)=Iy(z) - (2/m)z"t,
(3.27)
Ly(2)=1,(z) - (2/7).

The echo amplitude E(27) [Eq. (3.23)] then be-
comes identical, in lowest order, with Eq. (3. 16).

IV. THREE-PULSE STIMULATED ECHO

The stimulated echo is generated by applying

three 90° excitation pulses separated by 7, T. 16
We assume that there is either a large enough static
inhomogeneity or that 7 is long enough so that
there is appreciable dephasing when the second ex-
citation pulse is applied. If that is the case then
the contribution to the stimulated echo amplitude
from a pair of A and B spins is given by*

e, (27, T, 7, 6, w(t)):exp[—if;w(t)dt

Ta21
+sz’_r w(f)dt]. (4.1)

We proceed as in Sec. II and list the equations
for the many-spin system corresponding to Eqgs.
(2.11)—(2.13):

E (27, T)=exp[ - Aw, Q| fofh(t)dt— fT Trh(t)dtj] ,

(4.2)
) _ T _ T+27
a™(2r, T)=g| [ h(t)dt jm h(t)dt|, (4.3)
E (27, T)=exp[ - Aw, @ "™ (27, T)]. (4.9)
We define a term @{* according to
a™ (21, T)=27 @™, (4.5)
r=0

which is to mean that y is the total number of spin
flips in the intervals Oto 7Tand T+7 to T +27. We
are to assume that a sum over all possible number
of spin flips in the interval between 7 and T + 7 has
been included. If the number of spin flips in the
time interval T is even then h(7)=h(7+T), whereas
if the number is odd then A(T)= - k(7 +T). It fol-
lows then that
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a;nh) =a, ’f h(t)dt

Y

+9_.,

The quantity @,![."h(f)dt| corresponds to @ " [Eq.
(2.17)] with T replaced by 27, whereas

g, [Fs(H)n(t)dt| is exactly @y*® [Eq. (3.12)]. The
integral factors on the right-hand side of Eq.

(4.6) correspond to the functions 3(1 - ¢"2¥7) and
3(1+¢2%T), We can therefore obtain @*® (27, T)
directly from Eqs. (2.27), (2.28), (3.18), and
(3.22). Thus,

@™ (21, T)
=W T([I(2WT) + I,(2WT)](1 — 72%7)
+{,@EWT) +37[ ,(2WT)Ly(2WT)
- L,2WT) [,(2WT)] } (1 +&2%TY),

which yields E (27, T) through Eq. (4.4)
Using the limiting expressions from Secs. II and
IO we find that

E (27, T)=exp[-2aw, ,T(WT + WT)]

for Wr<1 and WT'< 1,

This corresponds exactly to the result of Klauder
and Anderson.

In the limit W7> 1 we use Egs. (2.31) and (3. 29)
to obtain

Ey(27, T)=exp[-2(1/mM2W™12Aw, ,T' ] =E(2T) .
(4.9)

(4.7

(4.8)

V. DISCUSSION
A. Free-induction decay

The behavior of the free-induction-decay signal
F(7) [Eq. (2.29)] is conveniently analyzed by ex-
pressing it in terms of the universal function

G(2)=e*{Iy(2) + I)(2)], (5.1)
so that
F(7)=exp| - Aw, ;, TG(WT)] . (5.2)

We plot and tabulate G(z) in Fig. 3 and Table I,
respectively. It approaches unity at small z as
1-3z. As z increases G(z) decreases and ap-
proaches the function (2/m)*?z"%Zfor large z. From
the form of Eq. (5.2) we can regard F(7) as a func-
tion of the two variables W/Aw, » and Aw, ,7, i.e.,

w
F(T)=exp [— AmeG(A—wl—/z Awyp )] .

(5.3)

In Fig. 4 we plot F(7) as a function of Aw,,,7 for
several values of W/Aw;p. In the limit W/Aw,,
=0 the decay of F(7) is a simple exponential,

f “ sty dt
0

= T+t T+t T+t
(e'WT >, WZnolf dt, f dty«+- J dtzm)
=0 T th
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© T+1 T+t T+t
(e'WTE Wz"f dt, dtz---f dtz,,).
n=0 T t tan-1 (4.6)
|
F(T)=e 801727, (5.4)

since G(z) is constant. The rate of decay of F(7)
decreases as W/Awl,2 increases. This is always
true since G(z) is a monotonically decreasing func-
tion of z. As W/Aw,, is increased, the free-in-
duction-decay signal is always lengthened. This

behavior is to be expected on the grounds that any
spin precessing at some frequency other than exact-
ly at the central resonance frequency is more likely
to be shifted, when a B spin flips, toward the cen-
tral resonance frequency rather than to be shifted
in the other direction. This argument is trans-
parent in the artificial situation where each A spin
interacts with a single isolated B spin. Then when
a B spin flips, the associated A-spin resonance
frequency jumps to its symmetric position on the
other side of the resonance line and narrows it.
But we can argue precisely. If a B spin flips, its
effect on the free-induction amplitude at any in-
stant is the same as if it had not flipped but had its
moment reduced to its time-average value up to
that instant. This obviously lengthens the free-
induction -decay signal and reduces the effective
linewidth. This is a kind of motional narrowing.™®
For larger W/Awl,a the free-induction decay fol-
lows the asymptotic form of Eq. (2.32), i.e.,

F(7)=exp| - (2/m)' 2Aw, , W1 271/2] (5.5)

for all values of Aw, ;7 above that at which W7>1.
The accuracy of the asymptotic form may be seen

K(2),6(2)

/ Giswace z Lmiry =17 272
Kisuace 2 commy* 272 .
12
<= -~ Kiarce 2 min * Soance 2 owm = (2/m7°2

0.0! i L 1
0.1 1.0 10.0
z

FIG. 3. Generalized functions K(z) and G(z) are plot-
ted as a function of their dimensionless argument z.
Asymptotic limits are shown as a dashed and dotted line.
The limit of G(z) at small z is unity.
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TABLE I. Generalized functions G(z) and K(z).

z G(z) K(z) z G(z) K(z) z G(z) K(z)
0.04 0.980 0.0195 0.4 0.834 0.155 4 0.386 0.323
0.05 0.976 0.0242 0.5 0.801 0.182 5 0.348 0.305
0.06 0.971 0.0288 0.6 0.772 0.206 6 0.319 0.287
0.08 0.962 0.0379 0.8 0.719 0.245 8 0.278 0,258
0.10 0.952 0.0468 1.0 0.674 0.274 10 0.249 0.236
0.13 0.939 0.0597 1.3 0.618 0.304 13 0.219 0.210
0.16 0.926 0.0720 1.6 0.572 0.323 16 0.198 0.191
0.20 0.909 0.0878 2,0 0.524 0.336 20 0.177 0.173
0.25 0.888 0.1063 2.5 0.477 0.340 25 0.159 0.156
0.30 0.870 0.1236 3.0 0.440 0.338 30 0.145 0.143

in Fig. 4 where we have plotted Eq. (5.5) as a
dotted curve.

B. Resonant contribution from nonresonant B spins

The analysis presented above is valid until
weaW™1, where w,, is the resonance frequency of
the A spins, becomes less than or of the order of
unity. After wo,W™'<1, then, there will be ap-
preciable noise power at wg, generated by the
flipping B spins. It has been shown, however,
under the conditions studied in this paper, where
the A system is so dilute that the A spins do not
interact, that the effect is to cause a spin-lattice
relaxation where the approach to equilibrium is of
the same form as Eq. (5.5).!" To obtain the exact
form of spin-lattice relaxation function we use Eq.
(12) of Tse and Hartmann!” but with their 77 ob-
tained from the noise field in the laboratory frame
rather than in the rotating frame. From Egs.
(A27) and (A28) of Lowe and Tse'® we note that this
means a reduction of 71/ by the factor

@Y2[411-3x%1dx 20
(32 [L(1 -P)xPdx ~ 3V3’

with the result that the spin-lattice-relaxation func-
tion [Eq. (12) of Ref. 17] becomes (in our notation)

S(t) = expl - (5/3V 3)(2/m) 2Aw, , W1 /2T12] |

But (5/3V3)=1 so that the effect of spin-Ilattice
relaxation is identical to the effect of spectral dif-
fusion when Eq. (5.5) applies.

C. Two-pulse echo

As an aid in analyzing the two-pulse echo be-
havior we define the universal function

K(z)= e {I)(2) + 37 [L,(2) Lo(2)
- Ly(2)Iy(2)] },
whereupon the echo amplitude [Eq. (3.23)] becomes
E(27) =exp| - 24w, , TK(2WT)] . (5.7)

(5.6)

We plot and tabulate K(z) in Fig. 3 and Table I,
respectively; it falls off as (2/m)'/2z*/2 at large z
and as 3z at small z and has a maximum value of
approximately 37713, The form of K(z) complicates
the behavior of E(27) somewhat. For ease of anal-
ysis it is customary to define a relaxation time
27=T, for which E(27) is down by a factor of e.’
This occurs at

AWy, T K(WT,)=1

or

E
L F(T)
~~~~~ ASYMPTOTIC
EXPRESSION
FOR F(1)
0.01+
0.001 5
Bwy/t
FIG. 4. Free-induction amplitude F(7) is plotted as a

function of Awj/,T for several values of W/Aw;. The
asymptotic limit, valid for large values of W, is shown
as a dotted line.
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~1/2
...... 180y Tulsunv ruip, * 21208010
RATE LIMIT

== = - (BwyTu) Laree FLip, ¢ (T/4)(2W/EW, )
{RaTE Limit !

0. 1 1 1
0.02 0.2 2.0 20.0
2w R
Swyz  Buyp

FIG. 5. Behavior of the relaxation time T}, is illustrat-
ed by plotting Aw; /3Ty as a function of 2W/Aw;/,.

Awl/zT,K(}- 2w Awl,aT,) =1,

2 Awyp (5.8)

In Fig. 5 we plot Aw, ;T as a function of 2W/Aw,.

When the B-spin flip rate W is approximately equal
to Aw, , we have a “resonance ” and the relaxation
time T, is a minimum.'® For higher spin flip
rates the effect of the B-spin flips averages out.”®
At lower spin flip rates the echo is not much at-
tenuated, as the time-averaged A-spin local field
does not change much in the time intervals +7 cen-
tered about the time of the second excitation pulse.
In these limits we obtain

(Aw,y /5 Ty) =2(2W/Aw, ;5)™t /2 (small-flip rate limit)

(5.9)
and
(Aw, 3 Ty) = im(2W/Aw, ) (high-flip-rate limit) .
(5.10)
We next consider the form of E(27). The echo

decay behavior is readily appreciated if we first
plot the asymptotic form of E(27). The asymptotic
forms of E(2T) are Eqs. (3.10) and (3. 16), which
we rewrite as

E(27) = exp [~ 2W/Awy/,(8wy /,7)* ] (5.11)
for Wr <« 1 and
E(27)=exp [— 2(2/77)1/2(_&)% )—1/2(Aw1/21_)1/z]
(5.12)

for Wr>1, The exact E(27) is always larger than
either of the two asymptotic forms. One may say
that Eq. (5.11) underestimates the tendency for the
effect of the flipping B spins to average out, while
Eq. (5.12) underestimates the correlation between
local -field values in the rephasing interval and
those in the dephasing interval. Both of these ex-
pressions are valuable as estimates of E(27) and,
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in their respective limits, will accurately repre-
sent E(27). They have been obtained earlier: in
the lower limit [Eq. (3.10)] by Klauder and Ander-
son, and in the higher limit [Eq. (3.16)] by Mims.
The lower limit to the correct E(27) is obtained
by either Eq. (5.11) or Eq. (5.12), whichever is
largest. In Fig. 6 we give this plot. The locus of
points for which the two asymptotic forms intersect
occurs [equating Eqs. (3.10) and (3. 16)] for

Wr=n"1/3
and is represented by the function

E;=exp(- 217w, ,7), (5.13)

which we plot as a dotted line in Fig. 6.

We next plot in Fig. 7 the exact decay behavior
[Eq. (5.7)] for the same set of parameters as in
Fig. 6, using the same scale. We note the corre-
spondence between the two figures and close agree-
ment for values of Aw, ;7 far away from the cusps
in Fig. 6. For example, for large values of Aw, ;7
the curves corresponding to 2W/Aw, ;=5 are
identical, whereas for 2W/Aw,;, =0. 25 the curves
become identical at the lower values of Aw,;»7. In
the intermediate regions there is a significant de-
parture from the asymptotic behavior.

A lower limit to E(27) is obtained by replacing
K(2WT) with its maximum value. We calculate

T 5:2W/Au,,
\

Q.01+ S
/\/'\‘\
/ N

E(27)

exp{-27 'Aw,,, T}

0.00i -

0.0001 -

0 2 4 6 8 0

Aw,, T

FIG. 6. Asymptotic limits to the echo amplitude is
plotted as a function of Aw;/,7 for several values of 2W/
Awye.



|

exp{-7""*Aw, 1} ‘

3
=
oot
L i 1 i 41‘.
0.0015 2 3 3 8 0

Dw,,r

FIG. 7. Echo amplitude E(27) is plotted as a function
of Awy/,T for several values of 2W/Awy/,. A simple
lower limit to E(27) is plotted as a dashed line.

that K = 317"/ with 1= 0.998=~1. A useful
limit is therefore
Eumn(z"'):exP(—"-I/SA‘-Ux/zT), (5.14)

which we plot as a dashed curve in Fig. 7.

D. Stimulated echo

We express the stimulated-echo decay function
[see Eqs. (4.4) and (4.7)] in terms of G(z) and
K(2) as

E (27, T)=exp{-Aw,,7[(1 - e?¥T)G(2WT)
+(1+eTKQRWT)] ], (5.15)
which on rearranging becomes
E (27, T)=exp[-2Aw, ,TK(2WT)]
Xexp{-Aw,,T[GRWT) - K(2WT)]
X(1-e2¥T)} . (5.16)

But, the first factor is exactly the two-pulse-echo
decay amplitude E(27); therefore

E((27, T)=E(27)exp{-Aw, ,7{G(2WT) - K(2WT)]
X(1 =€}, (5.17)

The stimulated-echo amplitude is just the product
of (i) the two-pulse decay amplitude and (ii) a factor
which depends in an instructive way on 7 and on T,
the time separation between the second and third
excitation pulses.

The stimulated-echo amplitude E (27, T) never
increases as T increases since G(z)>K(z) for all
z, as can be seen from Fig. 3.

For W< 1 and WT <« 1 we use G(z)=1 -3z and
K(2) =3z and write Eq. (5.15) as

E (21, T) =exp[ - 2aw, , T(WT + WT)], (4.8)
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which is identical to the result of Klauder and
Anderson.

For large values of WT the stimulated echo
amplitude E (27, f) becomes independent of 7. In
this limit the B-spin orientation configuration is
completely rerandomized when the third excitation
pulse is applied.

It might seem surprising that one would obtain
an “echo” (i.e., appreciable signal at T +27) in
this limit for the case in which the B spins alone
provide the inhomogeneous field at the A-spin
sites. But consider the case with the additional
condition W7 <« 1, so that no B-spins flip in the time
7. It is just as probable that a particular B-spin
orientation in the dephasing interval 0<{< T is
parallel to its orientation in the rephasing interval
T+7<t<T+27, as that it is antiparallel. But all
B spins whose orientation remains parallel will not
contribute to the degradation of the echo. Thus,
the echo amplitude will be equal to the free-induc-
tion amplitude measured at =27 (recall that Wr
<« 1) and generated in a A-spin environment consist-
ing only of B spins whose number density is one-
half the actual B-spin density. This is precisely
the result one obtains from Eq. (5.15) on setting
G=1and K=0.

The factor multiplying E(27) in Eq. (5.17) repre-
sents the ratios E (27, T)/E (27, 0), i.e.,

Es(zT, T)/E,(ZT, 0)
=exp{- AWy )T [GewT) - K@2WT)](1 - e2¥T)}
=exp[ -A(1 - 2¥7)], (5. 18)

which we have plotted as a function of WT in Fig.
8 for several values of A.2° In the limiting cases
we have

e

exp{-A[i-exp(-wT)]}

e
=]

L It It T
O.CCIO

FIG. 8. Behavior of the stimulated-echo amplitude for
fixed separation between the first and second excitation
pulses is illustrated by its amplitude variation as a func-
tion of WT for several values of the parameter A.
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A=AwpT(1 -2WT)

2W
=A(.01/27'(1 Ao Awl/zT) (5.19)

1/2
for W7« 1, while for W7>>1 we use
YR 1 1
Glz)= (2m2) 7 (2 T4z )’
(5. 20)
K(2)= o (z -i)
(272) 4z /)’
so that
A= (21 V2w, ,,T(2WT) 32

Aw,

-3/2
) (Aw, 7Y 12 (5.21)

for Wr>1.
E. Closing remark

We have presented a theory valid for all time
which is strictly correct only for the idealized T,
sample (AA- and BB-spin interactions are unim-
portant). Although considerable experimental
work has been performed, this limiting case has
not yet been realized fully. The excellent work ofl
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Mims® studying the behavior of two- and three-
pulse-stimulated echoes using the Ce resonance on
CaWO,: Ca, Ce, Er [see Figs. 5, 6, and 7 or Ref.
5] is supportive of this present work. However, in
order to obtain a significant check of the theory
developed, herein, it will be necessary to repeat
these experiments over an extended range using
more lightly doped samples whose A spins are less
tightly coupled to the lattice vibrations.
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APPENDIX A

We present a proof of the identity:

dar

d
a- eZWra even = ZWe2W1a odd *

(A1)

Following the argument which leads from Eq. (2.21) to (2. 23) and taking into account that we now have two

time intervals O to T and 7 to 27, we then have

a, ., = i) py2me2n fT du Lf dv Py p(U)P 50(v) I Qu-7)=(2v-7) |
m=0 0

n=0

m=0
n=0

N f; Wzmzmsz du LTvamH(u)Pz,m(v) { Qu-1)+2v -7) | ,
()

(A2)

where the first (second) term in Eq. (A2) arises from the cases where there are even (odd) number of flips

in both the time intervals 0 to 7 and 7 to 27.
variables in the integration from ¢, to u, etc.

Furthermore just for convenience we have changed the dummy

We now change the variables u to 7 —u and v to T —v in the first term of (A2), but only v to 7 —v in the
second term. Furthermore we shall use the following relation:

fu-vl= o7

iu:p

1 (™% dp i -ip(
L _E_(ePu-v)+elpll~v))’

(A3)

where ¥ >0. Using the explicit expressions for P, (), as given by Eq. (2.24), we then have

T o m(,‘._v)mvm-l Y+io dp
vea,,,n=2J; dv o] 2w £

mlm -1 *

i oo

1 ml(m-1)! nt(n-1)!

m=1

p?

T T
du ( dv(ei#2r2m) | gmintaw-20))

% f‘;/ Wzm.z..(T—u)"'u""1 (1 =v)™? . L‘"du Lfdv(elp(2w20)+e-ip(2u—2v))



o

XE pemeznez Y T =w)" (T-v)™"

m=0
n=0

We now take derivative of (A4) with respect to 7.
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m!m! m!m! ' (A4)

After some straightforward manipulation, we have

_L.i... Wr _ 3 2mel fr ___vm(T__v)m 3 2me2n+1 T T um(,r_u)m-l L‘"(T—v)"
77 € Ceven= ».Z=o w ! |27 - 20| powy +’§1W L du dleu—Zvlm!(m_l)! Tl
n=0
m, m=1 ,n n
+Z> Wz"'*”'“L du dv’Zu 2v]u (T —u) VT ~2) )
ma0 m!(m-~1)! nln!
o T T
=4w{§ pemzmet { du L v 12u-zvtpz,,(u)z>2,,,l(v)} . (A5)
0
n=0

We note that an expression similar to (A2) can be easily written down for e“"aodd, namely,

o0 T T
e" @ 4q= 2 Wa"“z"’li du ‘g dv|(2u = T) = (20 = 7)| Py(tt) Py, (v)

m=0
n=0

+ i) W2m¢2n+l

m=0
n=0

'!; du ’[’ dv|(2u - 7) + (20 = T) | Py, (0)P,, (v) . (A6)

The first (second) term arises from the case where there are even (odd) number of flips in the time interval

0 to T and odd (even) number of flips in the time interval 7 to 27..

Changing the variable « to 7 —u and then

interchanging both the variables u and v and the indices » and m, we have

e""@,44=2 Z,; j; du l: dv |2u - 20| Py, (u) Py, (v) . (A7)

n=0

Comparing Eq. (A7) with Eq. (A5), we then have the identity (A1).
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