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A semiclassical theory of proton magnetic-resonance absorption of the NH, * ion in solids is presented. In this
theory, the lattice variables are treated as classical functions of time, while the nuclear spins are treated
quantum mechanically. No effects of the exclusion principle are considered. Theoretical spectra are calculated
in the limit of fast motion, when the NH, * ion is either rotating uniformly or undergoing random
reorientations about a single, fixed symmetry axis. If the ion is assumed to reorient rapidly about a single C;
axis, a satisfactory agreement between theoretical and experimental spectra is obtained for NH,VO; at 77 K.
The theoretical line shape also agrees quite well with the experimental line shape of NH,I at 4 K, if the
NH, * ion is considered to be rotating around a fixed C, axis with a single frequency equal to 1.5 times the
NH, dipolar frequency. It is shown that this ‘““classical” frequency, which causes satellites to appear in the
absorption spectrum, is a measure of the torsional ground-state splitting of the NH, * ion in the crystal field.

I. INTRODUCTION

The low-temperature NMR absorption line shape
of a tetrahedrally coordinated four-proton spin
group has been studied by a number of authors.
Bersohn ef al.! calculated the line shape for a
system of four protons, the so-called four-spin-3
system, in an ammonium ion NH,* in order to ex-
plain the proton absorption line shape in a single
crystal of NH,Cl at 77 K. Their work explained
well the “rigid”-lattice proton absorption spectrum
of a strongly hindered NH, group in which the pro-
tons are distinguishable during the characteristic
time of the experiment. In an experimental study
of a number of ammonium compounds, Richards
et al ? found that in some lattices the proton line
shape of the NH, group did not become a rigid-
lattice spectrum even at 20 K. It was concluded
that in these solids, thermal reorientation was
still effective in narrowing the proton absorption
line at this temperature. It was shown later that
this interpretation is not satisfactory in all cases
reported.

To explain the narrow absorption line observed
in solid methane (CH,) at 1.3 K, Tomita® consid-
ered that the total spin of the four methane pro-
tons was a good quantum number (nuclear spin
isomerism). Since the methane molecule and
ammonium ion are structurally very similar, it
was thought that the spin isomerism might be re-
sponsible for the relatively narrow proton absorp-
tion line observed in some ammonium salts at
low temperatures. A study of the proton line
shapes at 4.2 K was undertaken® on several ammo-
nium compounds to investigate the possiblility of
nuclear spin isomerism in the ammonium ions. It
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was pointed out that the four-spin-3 and nuclear-
spin-isomeric pictures are just two limiting cases
of proton distinguishability. The four-spin-3 pic-
ture is valid when the protons are completely dis-
tinguishable during the characteristic time of the
experiment, which is of the order of the inverse
absorption linewidth (~2 X 10" sec), while the
concept of nuclear spin isomerism is valid when
the protons are completely indistinguishable dur-
ing this time. Since some of the measured absorp-
tion spectra showed distinct differences from the
theoretical line shapes predicted for the spin-isom-
erism model, it was concluded that a theoretical
study of the intermediate case of particle indis-
tinguishability was necessary.

A great deal of attention was given to the experi-
mental line shape of NH,I at 4.2 K.5*® This absorp-
tion spectrum showed pronounced structure in the
wings which could not be explained by any theo-
retical model available. To explain this line shape
Dunn et al.” calculated the proton magnetic reso-
nance line shapes of an ammonium ion undergoing
quantum-mechanical tunneling through the potential
barriers of different heights and symmetries. It
was assumed that at 4.2 K, tunneling is appreciable
only about the four threefold symmetry axes of the
NH, tetrahedron. They chose the characteristic
tunneling frequency wpas 8 G, and the interionic
absorption line broadening as 4 G*, and obtained
good agreement with the experimental line shape
of NH,I. A similar calculation was performed by
Watton et al.® who based their calculation on the
assumption that tunneling is possible about twofold
and threefold symmetry axes simultaneously. The
theoretical results compared well with the experi-
mental line shapes at 4.2 K, when w, was 9.8 G
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and the interionic broadening was 3.5 G2.

However, the experimental results obtained in
this laboratory show that the proton absorption
spectrum of NH,I is independent of temperature *
from 1.4 to 45 K. Since the interactions of the
NH," ion with the rest of the lattice become impor-
tant at such high temperatures (45K) the experi-
mental line shape should be reproducible also
without using the concept of coherent tunneling.
The following approach is used. The dynamic be-
havior of the “NH,*-ion-lattice” system is approx-
imated by assigning a certain time dependence to
the orbital part of the dipolar Hamiltonian. The
lattice variables are considered to be classical
functions of time. At first the simplest case of
the NH,* ion rotating around a fixed symmetry
axis is dealt with. The dipolar Hamiltonian is
separated into a static part and a time-dependent
part and the absorption spectrum is calculated
using the time-dependent perturbation theory.
Even in this simple model, good agreement be-
tween theoretical results and the experimental
line shape of NH,I is obtained if it is assumed that
the NH,* ion is rotating about a single C, axis with
a frequency corresponding to 9G and that the inter-
ionic broadening is 3.2G?. It is clear that in this
model, the frequency of the classical rotation
corresponds to w, in the quantum-mechanincal
model.

At higher temperatures, more and more dynamic
modes of the lattice are excited. It is then appro-
priate to treat the lattice variables in the dipolar
Hamiltonian as random functions of time. The
motionally narrowed absorption spectra are cal-
culated in the case when the NH,* ion is reorient-
ing rapidly about a specified axis of rotation. The
theoretical spectra are compared with the exper-
imental absorption line shape of NH,VO, in which
the ammonium ion is strongly hindered. If in a
lattice the NH, ion is weakly hindered, the sym-
metry considerations have to be introduced; i.e.,
the semiclassical approach becomes inappropriate.

II. FORMULATION OF THE PROBLEM

The total Hamiltonian of the system, including
the rf field interaction term, is considered to be

30(t) =50y, +3Cy + 33 +3C o (). (1)

3, is the energy operator of the lattice degrees of
freedom. ¥, is the Zeeman energy operator of the
four-spin-3 system in the external dc magnetic
field H, and is given by

'}CZ:"Vk—ﬁo.fy (2)

where

4

f: i..
is the total spin operator and y is the gyromagnetic
ratio for proton. ¥ is the time-independent
(secular) part® of the dipole-dipole interaction
among the protons of the NH, group. This Ham-
iltonian may be written

*%=Kp 3 USVE, (32)

i<j

where

vy E[I‘?I}’ - %(I‘;ll';1 +I7I3)],

Up=-0% MY (6,5, ¢,)=1-3 cos?;,

and K, =+%1?/y3. In the above, Y%(6, ¢) are nor-
malized spherical harmonics, 7, is the length of
the vector T;; from the jth to the ith nucleus, and
0;; and ¢;; are the polar angles specifying the
direction of ¥;;. ¥C.,(f) represents the interaction
between proton magnetic moments and the rf field
ﬁl(t), applied along the x axis of the space-fixed
coordinate system (x,y,z). It has the form

3o (8) = —Tiw I (et + e™97), (4)

(3Db)

where w, =yH,, w is the frequency of the oscil-
lating magnetic field, and I, is the x component
of the total spin operator.

The time-independent Schrodinger equation cor-
responding to Eq. (1) is

9
i —Z’;(;) =30()(2). (5)
In the interaction picture representation
Y(t) =e I MEL(D), (6)
the equation for '(¢) reads
inn 2B _ e, 45051+ 3¢, (00, )

where 3%(¢) is given by
JC%(t)=e(i/msth3c%e-(i/r.)3€Lt_ (8)

At this point the following approximations are
introduced:

(i) 3¢%(?) is considered as a classical function
of time in lattice coordinates and as a quantum-
mechanical operator in spin coordinates. That
is 3¢%(t) =3 Y(g(?),0), where g stands for lattice
coordinates and ¢ for spin coordinates.

(ii) Since the evolution in time of #(f) which is
due to 3¢, was transformed away, ¥’(¢) is approx-
imated by a state vector in a 16-dimensional spin
space of the four-spin-; system under consider-
ation. ¢’(t) is replaced by ,(f), where the sub-
script o denotes the dependence on spin variables
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only. The final form of the Schrodinger equation
relevant to the present problem is

in —J’- =3¢, +3%(g(t), o)+ 30, () 105- 9)

The time dependence of 3¢} is introduced in the
following way. In the body-fixed coordinate sys-
tem (x’,y’,2’), in which the z’ axis lies along
either the C, or C, symmetry axis of the tetra-
hedron and which is rotated through the Euler
angles' «,8,y with respect to the space-fixed
coordinates (¥,v,z), U}, can be expressed in the
form

2
U?ﬁ' o E Y'nl(eii,O)Yg"*(ﬁﬂ)e'mw“- (10)

The asterisk is the complex-conjugate symbol.
The Euler angles a,f are identical to the polar
angles ¢, 6 of the 2’ axis with respect to the co-
ordinate system (x,y,z). If the system is rotating
or reorienting around the z’ axis, the only quantity
that is changing with time is ¢};=¢%;(!). The word
rotation is to be understood in the usual sense of
classical mechanics, while reorientation means

a random jumping from one orientation of the sys-
tem to another with characteristic frequency of
jumping. By reorientation around the C, axis we
mean jumps by 90° around the C, axis, while the
reorientation around the C, axis means 120° jumps
around this axis. Consequently we can write

UL = U+ Fy,t), 1)
where
(U”>-- 7Y 3(64;,0)Y 3(B,0) (12)
and
Fit)=- = ; Yy (045,007 *(B,y e im s,
(13)

It should be noted that Eq. (12) is applicable when
the ammonium ion rotates around C, or C; sym-
metry axes, or if it reorients around C, or C,
axes. When the ion is undergoing jumps of 180°
around a C, axis, the m’=12 terms in (13) are
time independent; i.e.,

etiZOij(t) - e*iZ@ij( t) = const

which adds an extra term to (U fj). Consequently
{U3{;) becomes

<Ui01 ”[Yo(eij;o)yg(ﬁyo)
+2Y2(6%,;,0)Y 3(8,0) cos2(d}; —v)]. (14)

Using the above results, the truncated dipolar
Hamiltonian can be written

3G() = (3 + V(D) (15)

where
Gep)=Kp 3 WiV (16)
and
V() =K, Z; Fi (V3. (an

The next step is to solve the eigenvalue equation
3, | aM) =nE(a, M) | aM), (18)

where 3C, =3¢, + (3€}). M is the total magnetic
quantum number and a characterizes the dipolar
correction to the Zeeman energy. The matrix
elements (aM | ¥(t)) for transitions induced by the
time-dependent perturbation

V(t)=V'(t)+3C,,(t) (19)

are calculated using the perturbation expansion
of the time evolution operator U(t,?,),!* where

V() = U, £5)d,(t5)- (20)

Finally, the derived absorption spectra are ob-
tained using the calculated transition probabilities
per unit time for the various spectral lines.

It should be mentioned that no effects of the
exclusion principle are included, even though
the symmetry adapted spin states are used in
Secs. OI-IX. These states are used merely be-
cause of the simplifications in calculating the
matrix elements. The effects of the lattice dy-
namics on the NMR line shape are introduced
only through the prescribed time dependence
of the dipole-dipole interaction.

III. EIGENFUNCTIONS AND EIGENVALUES OF
THE TIME-INDEPENDENT PART 3, OF
THE TOTAL HAMILTONIAN
Equation (18) can be rewritten introducing the
Larmor frequency w,=yH,, which gives

E (aM) = —w,M + wh(aM), (21)
and consequently
509y | aM) = (aM) | aM), (22)

where #w)(aM) represents the dipolar shift of the
corresponding Zeeman energy. We shall expand
|aM) in terms of the symmetry adapted spin
states |,x¥) as given by Tomita.® The symbol
uX} represents the basis state belonging to the
ith row of the Rth irreducible representation of
the point group 7', and M is the eigenvalue of I°.
Therefore

| aMy= ;cs:,“? WX (23)

When we insert the above expansion into the Eq.
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(22) and use the orthonormality property of the
basis vectors,

<u'Xf"| MX?> =081, yOr, R0, # »

we obtain immediately the secular determinant
which gives the values for dipolar shifts of the
Zeeman energy levels

[ Gax o 1 GeO) | ix B = 7w (aM)S g pid;, 4] =0. (24)
The constants C‘¢¥) are determined from equations
;cwm 40 ]=0.
(25)

The matrix elements in Eqgs. (24) and (25) are

) |MXR> KDZ s j><MXR'

R
<MX I Vo | uX f> .
(26)
IV. TRANSITION AMPLITUDES AND TRANSITION
PROBABILITIES PER UNIT TIME FOR THE SYSTEM
ROTATING UNIFORMLY AROUND A FIXED
SYMMETRY AXIS

Suppose that at the initial time £, the system is
in an eigenstate IaM) of 3¢,. The probability for
transition to eigenstate |a’M - 1), is

W amyecam-ny = | (@M = 1|U (¢, 8,) |aM)|?,  (27)
where
(@'™M - 1|U(t,t,) | aM)

=(@'M = 1|UNE, 1)+ UD(E t )+ |aM)  (28)

and
1

@M= 1|UXT, = T)|aM = < ﬁ) 49T (= 2w )(@'M — 1|I,| aM)

U©t, o) = expl— (i/ 1)yt 1,)], (29)

01 = (~5) [ dr v v, (60
to

i

t T
Ut t,) = <_ 75) J;O deto dr' U, V(U (r, 1)
XV(rUAT’ ). (1)

The interaction Hamiltonian V(f) was defined in
Eq. (19).

When the NH,* ion rotates around the 2z’ axis
with w,, we have

¢3(t) =5+ w, L. (32)

When the spherical harmonics in Eq. (13) are
written explicitly (Condon-Shortley phase), Eq.
(17) becomes

V/(t)=Kp 3 Vppeetm'ert, (332)
m'#0
where
EA ‘v, (33b)
and
=(A'.j)*=—%sin20 sin2pet(®4§ =" (34a)
=(A7)* = -1 sin®6}, sin’ge 2(*5- "), (34b)

Consequently the interaction V(¢) becomes
V(t) =K, ; VDm'eim' w,t _ h—wllx(eiwt +etiot),
70
(35)

The first-order transition amplitude is found,
using the preceding expressions, to be

sin{[E(a’M - 1) - E(aM) - w]T}
E(a’'M -1)-E(aM) - w ’

where 3 is equal to E(a’M - 1)+E(aM). With more algebra'? one arrives at the following expression for

the second-order amplitude in the limit of large T':

(@M = 1|US(T, ~T)|aM) = < ) ~0T(_onw) 2 (-

m#0

lh—w ><aIM 1“: m' ICVM)

si{[E(a’M - 1) - E(aM) - w+m'w, |T}

E(a’M -1)-E(aM) - w+m'w,

In the course of deriving this result the following assumptions and approximations were made: (a) The part
of the rf interaction which is proportional to e'“t and is responsible for the absorption of energy from the

spin system was neglected; (b) E(a’M -1)- E(aM) =

w, > w,; () Aw,> Kp; (d) limg., , [sin(m’w,T)/m'w,]=0

for m'w,#0, or in other words sm(m w,T)/(m'w,) is very small for w,>1/T (conservation of energy);
(e) The terms in the second-order transition amplitude which cause the absorption of the rf energy at the
same frequency as the first-order transition amplitude were neglected.

By using Eqgs. (27) and (28), the transition probability becomes
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W, oy~ oty = 4TW2 [} (@'M - 1|I|aM) |26(Q(aM, a’'M - 1) - w)

2 < " >2|<‘1'M— 1|y, Vo 1| ad) |?8(RaM, @'M - 1) + m' 0, - w)]T’ (36)

m #0 m'ﬁ'w'
where § is introduced as
Q(aM,a’'M - 1)=E(a’'M - 1) - E(aM), (37)

which is in the neighborhood of the Larmor fre-
quency w,. The probability of transition per unit
time is

P LA A
(aM)= (a’'M=1) dt T .

Equation (36) predicts an absorption spectrum
consisting of a central line at the Larmor fre-
quency w,, and satellites at wy+ w, and w,+2w,
whose amplitudes are reduced by factors of (K,/
Fw,f and (K,/2%w,)?, respectively. As the per-
turbation calculation is extended to higher order,
further satellites are predicted, in agreement with
the classical calculation'® which predicts an in-
finite series of satellites on each side of the cen-
tral peak, centered at frequencies w=w,tmuw,,
where m is an integer. The intensity of the satel-
lites becomes smaller with increasing m. For this
I

sin®[Q(aM,a'M - 1) - w]|T

reason, only a finite portion of the absorption
spectrum around w, is observed. Therefore if
(Kp/kw, )} <1, we can write

P(aM)' (a’M=1)
=4re?[(@’M - 1|1 | aM)| 26(Q(aM, a'M - 1) - w),
(38)

which gives the familiar motionally narrowed
“Gutowsky-Pake” spectrum.!*

V. TRANSITION AMPLITUDES AND TRANSITION
PROBABILITIES FOR SYSTEM REORIENTING
RANDOMLY AROUND FIXED SYMMETRY AXIS

If V’(¢) is a random function of time, the ensem-
ble average of Woy. (s y.1) denoted as Wauya (aruat)
is observed in an experiment. It is easy to see
that if the NH, ion undergoes random reorienta-
tions around a certain symmetry axis, V’(t)=0.
Therefore

‘T/(aM)-(a'M-l)=4wf|<a,M_ 1 ‘leaM>lz

[R(aM,a’M - 1) - «]

+([{'™ - 1|UeT,~T)|aM)[?),,.  (39)

In the limit of large T, the first-order term of Eq. (39) is identical to that of Eq. (36). The typical term
for the second-order transition probability per unit time has the form

T

2
Kk =4w? %2”—;
3

where the autocorrelation function of the random
function F;;, see Eq. (23), is defined as

G ;;(1) =(F,(1)F¥,0)),, =G ;5(0)e "7/ "¢

and 7, is the so-called correlation time. Its ef-
fect is to generate sidebands or wings at
w*Q(aM,a’M - 1), whose relative intensity is
given approximately by

1 K2 7,

= 41

T Piz(Aw)z(1+(Aw)2‘r§)’ (41)
where

Aw=Q(aM,a’'M - 1)~ w=Q(aM,a""M-1) - w.

This approximation breaks down when 7ZAw is of
the order of K, or smaller. On the other hand,
the expression (41) becomes negligible when

Aw>>1/7,. Therefore, the absorption spectrum

(@M -1|V%|a"M - 1)(a""M - 1|1, | am) |?
2: [Q(aM,a’™M - 1) - ]

G,(0) (40)

<
1+[Q(aM,a’M - 1) - wP72’

consists of a strong central peak primarily due

to the first-order transitions plus weaker “wings”
generated by the second-order transitions extend-
ing out to the frequencies of the order of w,+1/7,.

VI. NUCLEAR-MAGNETIC-RESONANCE ABSORPTION
SPECTRUM IN THE LIMIT OF FAST MOTION

It has been shown in previous sections that the
satellites cannot be observed if (K,/%w,)? < 1.
Similarly, in the case of random motion, the in-
tensity of the wings in the limit of fast motion
AwRy T, <1, becomes negligible. Here Awg, is
the rigid-lattice value of the linewidth of the pro-
ton absorption spectrum. In the limit of fast mo-
tion only the first-order term in the expression
for the transition probability per unit time needs
to be considered; i.e.,
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P(aM)*(a’M-l)OCKa,M_ llIxIaM>|2’ (42)

where
4

1= é‘;lﬁ.

The formula for the transition probability per
unit time assumes that the system was with cer-
tainty in state |aM) before scattering with the rf
field occurred. If the spin system is in thermal
equilibrium with the lattice, all energy eigenstates
will be occupied to some extent. In this case the
right-hand side of the Eq. (42) should be multiplied
by the appropriate Boltzmann factor. However,
since 7w,/kT =107 in the field of 10* G at room
temperature, the Boltzmann factors are approxi-
mately 1 over the whole temperature range of the
experiment. The quantities in Eq. (42) were eval-
uated® using | aM) in the symmetry adapted basis.

For a powder sample the calculated spectrum is
an isotropic average over all orientations of H,.
The dimensionless off-field parameter % is defined
as

h= Hy-ow/y (43)

vi/ry
where H, is the applied field and w is 27 times the
rf frequency used in the experiment. If the center
of the Ith component line occurs at #,=4,(B,y), then
the probability of finding the absorption line be-
tween % and 2 +A#L in a powder sample is

W,(h)AR = -4—117 JR J'P,(B,y)d(cosﬂ)dy. (44)

The integration is performed over the region R
where

hshl(B?'}’)Sh+Ah

and P,(8,v) is the intensity of the Ith component
line. Inverting the solution for %,(B,y) to give
v =£,(8, 1), the following result is obtained:

W= [ 288 pep g s, matcoss),  9)

where 3g,/3h is the Jacobian of the mapping (8,y)
~(8,h). If hy=h,(B) and P,=P,(8), Eq. (45) re-
duces to the familiar Pake’s spectrum'®

d(cos
W, () = P,(g) 2C0S8) (46)
dh
Whenever the Pake formula was not applicable, a
numerical solution of Eq. (45) was used.
The resulting powder spectra for the three mo-

tions of the NH, ion are given by

Wn) =3 Wh) @7
1
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0.80 ‘ 1.20
hyh/rg]

FIG. 1. Proton magnetic resonance absorption spec-
trum of the NH,* ion undergoing rapid C, reorientations.
The broadening parameter is in units of y#/r3.

I~ A =010
(a) 1. 1 | 4 4
0.00 0.50 1.00 1.50 2.00 2.50 3.00
h [yf\ /r°3]
r A=0.15
(b)
| 1 1 + >
0.00 0.50 1.00 1.50 2.00 2.50 3.00
h [yh/r?]

FIG. 2. Proton magnetic resonance absorption spec-
trum of the NH,* ion undergoing rapid C, reorientations.



14 SEMICLASSICAL ANALYSIS OF THE NUCLEAR-MAGNETIC-... 1869

0.00 0.20 0.40 0.60 0.80 .00 1.20 140 1.60
h[yh/r3]

FIG. 3. Proton magnetic resonance absorption spec-
trum of the NH,* ion undergoing rapid C, reorientations.

The number of terms is determined by the num-
ber of possible lines in Eq. (42). The effect of
interionic broadening is introduced by convoluting
W (k) with a Gaussian function

S(h=n") :Ne-(h-h')2/2A2 , (48)

where N is a normalization factor, and A is an
adjustable parameter measuring the strength of
the interionic dipole-dipole interaction. The final
line shapes are given by

F(h)= r WS - k') dh? . (49)

F(h) has been plotted for various values of the
broadening parameter A in Figs. 1-3 for C,, C,,
and C, motions.

The second moments of these spectra are

M, =M;+yh/v5)A%, (50)

where M is the intraionic contribution to M, and
A is the interionic broadening parameter. Intro-
ducing K, =y2%%/7§, the values of M} for rapid
C,, C,, and C, motions, respectively, ave &, 21,
and 5 in K, units. In G* the second moments be-
come 24, 12, and 8, respectively.

VII. ABSORPTION LINE SHAPE WITH SATELLITES FOR
THE FOUR-SPIN TETRAHEDRON ROTATING
UNIFORMLY ABOUT A SPECIFIED
SYMMETRY AXIS

In order to calculate the shape of a satellite,
only the following quantities need to be considered:

A%Z'f})-(a'M-l) = |<Q'M - ll[lm VDm’]IaM> [2; (51)

2.00

h[yf\/vos]

FIG. 4. Line shape of the satellite No. 1 in the case of
the NH,* ion rotating about a single C, axis.

where Vp,,, is defined in Eq. (33). A satellite will
be called satellite No. 1 if it is generated by the
Vp, term of V’(f) and satellite No. 2 if it is gen-
erated by V,,. The calculation, while lengthy, is
analogous to that of Sec. VI. The broadened line
shapes of the satellites pertaining to uniform ro-
tation about the C, axes are given in Figs. 4 and 5.
Finally, to obtain the complete line shape the
results of Sec. VI and the above are combined.
Each satellite is weighted by its relative intensity
(K,/mhiw,)?. The resulting spectra for C, rotation
are shown in Fig. 6 for two values of the broadening
parameter A, The corresponding spectra for C,
rotation are shown in Fig. 7. The parameter
d =h’w,/K p was taken to be % to give optimal agree-
ment with the experimental spectrum of powdered
NH,I. It should be noted that this choice of par-
ameter is not consistent with assumption (c) in
Sec. IV.

\}
N\ C4 SATELLITE #2
A =010
—————— A =05
————— 4 =030
~ ~\»\
0.0 —
0.00 0.50 .00 50 200
3
hyh/e]

FIG. 5. Line shape of the satellite No. 2 in the case of
the NH,* ion rotating about a single C, axis.



1870 J.PETERNELJ, R. S. HALLSWORTH, ANDM. M. PINTAR 14

NH, VO, N
77 K
6500 G /

a =010 /

x\\( / MOD =16

FIG. 8. Experimental proton magnetic resonance ah-
sorption spectrum (derivative) of the polycrystalline
NH,VO, at 77 K.

constant y%/r$ assumes the value of 5.9 G. The
h[yh/rd] calculated linewidth is then 7.6 +0.3 G, while the
00 10 20 30 40 experimental linewidth is 8.8 +0.6 G. It should be
FIG. 6. Proton magnetic resonance absorption spec- noted that the small discrepancy between the two
trum of the NH,* ion rotating around a single C; axis, may be due to an incorrect estimate of the proton-
fiw, is SKp. proton distance. When the two line shapes in Figs.
2 and 8 are compared, one may estimate the inter-
ionic broadening parameter & as 0.23+0.02. Ac-
VIII. COMPARISON OF THEORETICAL AND cordingly, the second moment becomes (M,),,
EXPERIMENTAL SPECTRA = (M,;)c3 +(5.94)>=13.8+0.4 G?, in good agreement
with the experimental 15+1 G?. In conclusion, in
this solid in which the C, reorientations are hin-

A. Spectra in fast-motion limit

It was established by analysis of proton spin-re- dered strongly (E,, =2550 K), and the C, re-
laxation data'” that at 77 K, the NH,* ion in NH,VO, orientations are hindered moderately (E, =950 K),
can be considered (for the purpose of the proton the agreement between the semiclassical theory
linewidth) to be reorienting around a single C, and the experimental result is satisfactory. We
symmetry axis. The C, reorientations are effec- were unable to find any solid in which NH,* ion
tively “frozen”; i.e., 75, ~1 sec while 7, ~2 X107 reorients rapidly about a single C, or C, axis,
sec. For this reason, NH,VO, represents at 77K for the purpose of testing the (363,)02 and (56‘},)04
a model system for the (3¢},),, case. The calcu- cases.

lated and experimental proton absorption spectra
are shown in Figs. 2 and 8, respectively. If the
proton-proton distance is taken to be 1.68 A, the This group includes NH,I and (NH,),SO,. In both
lattices, the NH," ion reorientations are moder-
ately hindered, and both display satellites in their
proton magnetic resonance absorption spectra.,
Figs. 9-12. In NH,I the NH,* ion experiences a

B. Spectra in which satellites are observed

NHgI
45k
7020 G

MOD =156

106G

00 1.0 2.0 30 4.0

FIG. 7. Proton magnetic resonance absorption spec- FIG. 9. Experimental proton magnetic resonance ab-
trum of the NH,* ion rotating around a single C, axis, sorption spectrum of polycrystalline NH,I at 45 K
fiw, is $Kp. (twenty recordings).
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I, 42°%

C3y. 4=020, M= 3r2n2/3

FIG. 10. Proton magnetic resonance absorption spec-
trum of NH,I at 4.2 K. and 35 MHz (solid curve) is com-
pared to the calculated absorption spectrum (dashed
curve) for the NH, tetrahedron rotating about a single
C, axis.

tetrahedral crystal field of moderate strength
(E,=1200 K).'® It was found that the proton ab-
sorption spectrum is independent of temperature
in the range from 1.4 to 45 K. The spectrum at
4 K is unaffected by a change in the Larmor fre-
quency from 35 to 3 MHz. In ammonium sulfate,
which has a hexagonal crystal field, there are two
nonequivalent NH,* lattice sites.!® In one site, the
NH, reorientations are strongly hindered (E!
=1950K), and in the other, moderately hindered
(EI'=1350K). It is easy to extrapolate that in
(NH,),SO, the satellites belong to the type-II ion.
which represents one-half of all NH, ions.

Since the proton line shape of NH,I remains
practically unchanged to 45 K, it was thought that

NH“I. 4.2°K
—-—— C4. 8:0.30, hu = 3 y20%/e}

0.00 0.50 100 150 2.00 250 3.00 3.50 4.00 4.50

FIG. 11. Proton magnetic resonance absorption spec-
trum of NH,I at 4.2 K and 35 Mhz (solid curve) is com-
pared to the calculated absorption spectrum (dashed
curve) for the NH, tetrahedron rotating about a single
C, axis.

| — (NH4),504
/ 42K
/ | 8550 G
/
/'/ |
' /\_‘;‘/’\*’a‘
MOD = 6 G /
} “.’
106 “ /
| |
I

FIG. 12. Experimental proton magnetic resonance ab-
sorption spectrum (derivative) of polycrystalline
(NH,),SO, at 4.2 K.

a “classical” rotation could account for the satel-
lites. Both the single C, axis rotation as well as
the single C, axis rotation, including the first two
satellites, were evaluated with Zw,=$K, and com-
pared with the experiment, Figs. 10 and 11. The
agreement is quite good in both cases, although it
is better for the case of the classical rotations
around a single C, axis. The frequency of clas-
sical rotation is 3.8 X 10* sec™, which corresponds
to 9 G.

C. Extremely narrowed spectra

In NH,SnCl,; and (NH,),SnCl; the NH, reorienta-
tions are weakly hindered, E,~600 K. To as-

10
e © (NHg)2Sn Clg
r a NH4SnCly

8
~N
(&}
[
=z
s
G
s
(]
4
o
(8]
w4
(%2}

2

1 i 1 1 1 1 1 l
o 20 40 60 80

T (K)

FIG. 13. Temperature dependence of the second mo-
ment of the proton magnetic resonance absorption
spectrum of polycrystalline NH,SnCl; and (NH,),SnCl,.
The line shapes of these two materials are almost
identical at 15 K (see Ref. 4c).
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certain whether the C; or C, reorientation is re-
sponsible for narrowing the absorption line, the
second moment of the proton line was measured
as a function of temperature from 80 to 1.4 K,
Fig. 13. It is observed in NH,SnCl, that M, reaches
a plateau value of about 7 G* in the temperature
interval between 15 and 25 K. This observation
does not suggest a single C, axis reorientation
for which (M,)¢, >12 G, nor a single C, axis re-
orientation for which (M,)., >8 G*. In addition,
the experimental linewidth* of 2.2 G is much
smaller than any calculated value, A similar
discussion applies to (NH,),SnCl;. Therefore it

is concluded that symmetry effects must be con-
sidered in order to explain the extreme narrowing
of these absorption lines.

IX. DISCUSSION

From the measured temperature dependence of
the spin-lattice relaxation time in NH,I,'® it was
possible to conclude that the thermally activated
random reorientations of the NH," ion are effec-
tively frozen out at ~,; K. Therefore, they cannot
be responsible for the deviations of the observed
NH,I proton absorption spectrum, Fig. 9, from
the line shape expected for a so-called “rigid lat-
tice.,”! Calculations based on tunneling of the
NH," ion”® accounted to some extent for the ex-
perimental spectrum of NH,I at 4 K. In these cal-
culations, it was assumed that each NH," ion in the
crystal moves independently of its neighbors in a
crystal field of definite symmetry, which removes
partially the degeneracy of the ground state. The
energy eigenfunctions were classified according to
the irreducible representations of the group T,
taking into account also the effects of the exclusion
principle. However, it was pointed out” that for a
complete theory, one must also take into account
the dynamical behavior of the NH," ion.

In the present calculation, the motion of the ions
is represented by a specific time dependence of the
lattice variables in the dipolar Hamiltonian. In
addition, the effects of the exclusion principle are
ignored, a simplification which seems to be rea-
sonable, as long as Zw, is comparable to the di-
polar coupling constant K, a condition which is
certainly fulfilled in NH,I. In other words, Tomi-
ta’s truncation of the secular part of the dipole-
dipole interaction does not apply in this approxi-
mation, because the shifted absorption lines are
within the observable region of the NMR absorp-
tion spectrum. The spectrum of NH,I was repro-
duced quite well by assuming that the NH," tetra-
hedron is rotating with a classical frequency
w, =1.5K, /Il around a specified C, or C, axis. It
will now be demonstrated that this “classical” fre-

quency can be identified with the tunneling frequen-
cy of the NH," ion,

In an infinite crystal field, the ground state of
the NH, " ion is represented by a set of 12 real ro-
tational wave functions, ¥5(0), where O stands
for a symmetry element of the point group 7. This
set is derived by the application of twelve sym-
metry operations P, on the initial state ¢p,

ZI’R(O) =P0¢R ’

and can be reduced with respect to the symmetry
point group to the irreducible members A +E + 3F.
In a crystal field of tetrahedral symmetry, the
fully degenerate ground state manifold splits into
three states, Fig. 14(c). According to Nagamiya,2°
the energy eigenvalues in this crystal field are
given by

Ep(A)=a+3b+8c,
Eg(F)=a-b, (52)
Eg(E)=a+3b-4c.

In the above equations, it was assumed that the
overlap integral

(W O)Yz0') <1 for 0#0,

and it was therefore neglected. The energies a, b,
and c¢ are as follows:

a= <sz(E)|:K'RI¢R(E)> ,
b = (Pg(C,) k| YR (E) (53)
c= (‘pR(Cg)lGCRllpR(E» = <¢R(C:2;)| JCRW)R(E)) .

E,C,, C,, C% are the symmetry elements of the
point group T'.

If it is further assumed that the crystal field is
such that at the lowest temperature, the tunneling
is appreciable only around the four C, symmetry
axes, then b <<a,c. Thus, neglecting 4 in Eq. (52),
we obtain

| x 2E
| x2E -~
// !
4%x2E s |
w )
// \\ TZ s TZ
/ : R 3x3F
w —
12-FoLD T /’_‘ ~~—1 3x3F
—_
~ 7 (‘JT
~_14x1A 2wy, I| ia
\\ X
Ny ixla T
(a) (b) (c) (d)

FIG. 14. (a) Infinite crystal field; (b) trigonal distor-
tion or tunneling around a single C; axis; (c) tetrahedral
field, tunneling around C, axes only; (d) tetrahedral
field.
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Ex(A)=a+8c,
Eg(F)=a, (54)
Eg(E)=a-4c.

This case, illustrated in Fig. 14(c), gives rise to
the very simple relation

Rwp =2wp, ==8c.

To restrict the motion even more, we assume
that the tunneling is possible around a single C,
axis only. Under this condition the twelvefold
degenerate ground state splits into 4F +4A in a
manner identical to the CH, case.? The energy
eigenvalues are then given by

Ep(A)=a’+2c¢’, Eg(E)=a’-c',

where a’ and ¢’ are in general different from a and
c, Egs. (53). This level scheme is illustrated in
Fig. 14 ().

Let us consider the case of the single C, axis
in more detail. A particular member of the rota-
tional manifold for the infinite crystal potential is
denoted by 94(1,2,3,4)=¢,, where the numbers
1-4 refer to the proton positions. If the NH, tetra-
hedron is rotated by 37 around the C, axis passing
through the proton four, two other wave functions
belonging to the twelvefold degenerate set are
¥p(2,3,1,4)=4, and ¢¥;(3,1,2,4)=y,. For the purpose
of this discussion only these three states will be
considered.

Allowing now for the tunneling around a chosen
C, axis, the set y,,¥,, ¥, will split into one A state
and 2E states. The corresponding eigenfunctions
are?

ZPR(A) =Ng(¢1 + ¥, +ZIJ3) ’
¢R(E1)=NR(IP1+E¢2+€*¢3), (56)
wR(Ez) =Ng (¥, +€*¢2 +€ll)3) ’

and the energy eigenvalues are given by Eqs. (55).
Ny is the appropriate normalization factor and

€ =e!2™3, An arbitrary state within this three-
dimensional subspace describing the NH4+ ion tun-
neling around this single C, axis can be written,
neglecting normalization,

d)(t)zcle-(i/h)ER(A)t ‘PR(A) +Cze-(i/")ER(E)t sz(El)
+Cse'(i/ﬁ)Ek(E)t dJR(Ez)’ (57)
where the C,’s are arbitrary complex numbers.

Introducing Zw, = EL(E) - Ex(A), Eq. (57) becomes
in terms of §,, ¥,, and ¥,.

Y(t)=e" (i AIER(A)+*ER(E)t 2
x{[C,e* 12 1 (C, + Cy)em U]y,
+[Cet T 4 (€C, +€*C,) e TR ]y,
+[Cet 9T 4 (e*C, +€C e TRy )}
(58)
If we denote the initial condition
¥(t=0) =y,

where s =1,2,3, then the expression (58) simplifies
to

U(t), = e~ AMIER(AFER (BN

3

xQ [aet ot 1 (6,  ~5)em i Or g, (59)
r=1

where s in (), characterizes the initial condition.
If the measurement of the orientation of the NH,"
ion is performed at the time 7, then the proba-
bility p, ,(r) that the NH,* is found in the state
with definite orientation ¥, is

by, s (M) =@ 012 (60)

Assuming a small overlap; i.e., (¥, |4,/ )| <1,
where 7#7’, Eqgs. (59) and (60) give

p,.s(1)=6, (3 +3cosw,T)+2 (1 —coswy 7). (61)
From Eq. (13), it follows that the classical corre-

lation function G(v)=F;; F}(7) corresponding to
(61) is proportional to

G(’r)OCZP,,S(T)e"""ﬁrei”'"% , (62)
r,S

where m’,m" =x1,+2 and ¢,, ¢,=0, +37 or 37, in
+ 27, In any case

G(T)xA +Bcosw,T, (63)

where A and B are constants. Neglecting the con-
stant term A, the Fourier transform of G(7) is

J(w) = b(w+wyp)+0(w - wy), (64)

where 0(x) is the Dirac 6 function. With this spec-
trum, the transition probability per unit time, Eq.
(40) becomes proportional to

k=42, /Mw P[0(Q(aM, a’'M -1) - w+wy)
+6(Q(aM, a’'M - 1) - w - wy)].
(65)

Comparing this result with the Eq. (36) we observe
that it is identical with the terms having m’ =+1

in the second part of Eq. (36), provided we choose
w, =wy. Therefore, the frequency of rotation w,
used in the semiclassical calculation of the absorp-
tion spectrum is to be interpreted as the tunneling
frequency of the NH," ion. It should be noted that
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classical rotation also generates satellites at

w, + 2w,. This is due to the terms e*?%, where ¢
varies continuously as ¢ =w, ¢, which appear in the
expression for Fj,(t), Eq. (13).

The analogy is even closer if we consider the
tunneling of the NH," ion around a single fourfold
axis. We choose a four-dimensional subspace
¥, = ZPR(E); Yy = ¢’R(C4), ¥s =¢R(C§), and Y, = ‘PR(CZ)
of the 24-fold degenerate ground state in an infinite
potential. Introducing

d= <¢R(E)|JCR| lpR(E)) ’
(66)
e = (Yr(B)|%e|¥x(C,)) = (Y (E)|He| ¥ (C3)) ,

and assuming that

(W (ENHe|¥g(C,)) = (YR (E)|3Ce| YR (C3)) <d, e,
®7)

we then have to solve the following secular equa-
tion:

=0, (68)

which yields
Eg(A)=d-2e,
Egr(B)=d +2e, (69)
ER(E)=d.

It was assumed again that ($(0)|$5(0")) <1 for
0+#0’. A, E, and B are the irreducible representa-
tions of the point group C,.'> The level scheme is
shown in Fig. 15(b). This corresponds closely to
the semiclassical situation with w, and 2w, appear-
ing in the time-dependent part of the dipole-dipole
interaction.

The expression (61) is correct only for tunneling
of the NH," ion in a static potential; that is, we
are assuming a lattice with exactly defined posi-

I xIB
// w
2w T
- Pl T
4 -FOLD L. | x 2E
AN wy
h I x 1A

(a) (b)

FIG. 15. (a) Infinite crystal field; (b) tunneling around
a single C, axis.

tion and zero momentum. In a real lattice this
coherent tunneling motion will be interrupted by
collision processes, and consequently the expres-
sion P, ((1) should be modified; i.e., the tunneling

frequency w, is broadened into a frequency band
Wp—A<wr<wp+A.

On the basis of the preceding discussion, it is
not surprising that the line shape of NH,I can be
reasonably approximated by assuming that the NH,*
ion rotates with a certain classical frequency
about a specified axis, since this frequency is a
measure of the tunneling frequency (or frequencies)
Wp.

It may be concluded that strongly to moderately
hindered NH,* ions display proton spectra in solids
which can be adequately described by the semi-
classical theory. A single C, axis reorientation
of the NH," ion was observed in solid NH,VO,. The
theoretical spectrum and the observed spectrum
agree well. Single C, axis and single C, axis spec-
tra were also calculated, but no lattice is known
to us in which these excitations of the NH," ion
occur. In some solids in which the NH, ion was
moderately hindered, satellites appear in the
proton absorption spectrum. This was observed
in NH,I and (NH,),SO,. A semiclassical theory is
still adequate in this case, if the tunneling splitting
is represented by a classical rotation. The ab-
sorption line shape was calculated for NH,I, and it
was observed to agree quite well with the experi-
ment,

*Research supported by the National Research Council
of Canada.

!R. Bersohn and H. S. Gutowsky, J. Chem. Phys. 22,
651 (1954).

’R. E. Richards and T. Schaefer, Trans. Faraday Soc.
57, 201 (1961).

K. Tomita, Phys. Rev. 89, 429 (1953).

“(a) Applications of Ref. 3 to (NH,),SO,: I. Levstek,
thesis (University of Ljubljana, 1960) (unpublished);
() A. R. Sharp, S. Vrscaj, and M. M. Pintar, Solid
State Commun. 8, 1317 (1970); (c) A. Watton, A. R.

Sharp, H. E. Petch, and M. M. Pintar, Phys. Rev. B 5,
4281 (1972).

5A. R. Sharp, S. Vrscaj, and M. M. Pintar, Phys. Can.
25, 81 (1969); Z. T. Lalowicz and J. W. Hennel, Acta
Phys. Polon. A 40, 547 (1971).

8J. Peternelj, A. R. Sharp, and M. M. Pintar, APS
Spring Meeting in Washington, D. C., 1972 (unpub-
lished).

M. B. Dunn, R. Ikeda, and C. A. McDowell, Chem.
Phys. Lett. 16, 266 (1972).

8A. Watton and H. E. Petch, Phys. Rev. B 7, 12 (1973).



14 SEMICLASSICAL ANALYSIS OF THE NUCLEAR-MAGNETIC-... 1875

9J. H. Van Vleck, Phys. Rev. 74, 1169 (1948).

10A . R. Edmonds, Angular Momentum in Quantum Mech-
anics (Princeton U. P., Princeton 1957).

1A. Messiah, Quantum Mechanics (North-Holland,
Amsterdam, 1966), Vol. II.

127, Peternelj, thesis (University of Waterloo, 1973)
(unpublished).

13E, R. Andrew, Prog. Nucl. Magn. Reson. Spectrosc. 8,
1 (1971); see also the references therein. -

14y, S. Gutowsky and G. E. Pake, J. Chem. Phys. 18,
162 (1949).

15M. Tinkham, Group Theory and Quantum Mechanics

(McGraw-Hill, New York, 1964).

16G. E. Pake, J. Chem. Phys. 16, 327 (1948).

175, Peternelj, M. I. Valic, and M. M. Pintar, Physica
54, 604 (1971); J. Peternelj, R. S. Hallsworth, and
M. M. Pintar (unpublished).

18M. M. Pintar, A. R. Sharp, and S. Vrscaj, Phys. Lett.
A 27, 169 (1968).

8D, E. O’Reilly and T. Tsang, J. Chem. Phys. 46,
1291 (1967).

NT. Nagamiya, Prog. Theor. Phys. 6, 702 (1951).

2F. Apaydin and S. Clough, J. Phys. C 1, 932 (1968).

23. Clough, J. Phys. C 4, 2180 (1971).



