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A Bloch model Hamiltonian for an electron is an external electric field is solved exact-
ly. This enables a rigorous discussion of the Stark ladder, which has been a controver-
sial subject for some time. It is shown that the Stark ladder states are resonances. An
explicit expression for the resonance width is obtained.

There has been interest in a better understand-
ing of the properties of the Schrodinger equation
describing the motion of a particle in a solid per-
vaded by an external field. One problem here is
the following: Is there a Wannier-Stark ladder or
not?'"®

The Wannier-Stark ladder is a periodic struc-
ture in the spectrum caused by bound electronic
states and is the electric field analog of Landau
levels. The picture associated with this quantiza-
tion is the following: The external field uniformly
accelerates the particle in k space. Since the
Brillouin zone is topologically a torus, the orbits
are closed (periodic), and the energies quantized.
It follows that the eigenfunctions are normalizable
and the particle is localized in space, Formally,
it has been shown that the Stark ladder states are
solutions of the Schrédinger equation in the one-
band approximation.’? Thus, in the absence of
tunneling, the Schrddinger Hamiltonian has bound
states. This, however, conflicts with the picture
that one has in x space. Bloch waves are extend-
ed all over space and it is difficult to see how an
external homogeneous field can confine the parti-
cle to (essentially) a finite region. On the contra-
ry, the electron is pushed to infinity. Moreover,
a theorem in the spectral theory of Schrodinger
operators guarantees the absolute continuity of
the spectrum and the absence of bound states.®
This means that the concept of the Wannier-Stark
ladder in the strict spectral sense is wrong.

More importantly, the Wannier-Stark ladder
has been an experimental problem.>>? In princi-
ple, every measurement of the Franz-Keldysh ef-
fect is a measurement of the Wannier-Stark lad-
der. However, in practically all of these experi-
ments, no periodic structure has been observed
and only a few authors have reported seeing the
ladder.” Since the interpretation of these few ex-
periments is still not unequivocal, the Wannier-
Stark ladder is not yet an established experiment-
al fact.

There has been a long-standing controversy on
the existence of the Stark ladder. From a theo-
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retical viewpoint, the derivation of the ladder in-
volves uncontrolled approximations.? (It is not
clear in what sense the one-band Hamiltonian ap-
proximates the Schridinger Hamiltonian.) The
ladder may therefore reflect the one-band ap-
proximation rather than the physics of the sys-
tem.

Several attempts have been made to settle the
problem,%#!! However, there has been little
progress made in a rigorous treatment of the full
Schrédinger Hamiltonian. (I do not consider here
finite crystal model Hamiltonians where the dis-
tinction between bound and extended states is ob-
scured.® I felt that a concrete, solvable example
would considerable clarify the situation, and may
even be more convincing than general but abstract
spectral theorems. Such a solvable model is pre-
sented here,

In my model, the Wannier-Stark ladder turns
out to be a ladder of resonances. More precise-
ly, an analytic continuation of the Hamiltonian to
the nonphysical sheet has an infinite set of com-
plex eigenvalues in the form of a ladder lying pa-
rallel to the real energy axis. This is in agree-
ment with the infinite extension of the states be-
cause the Hamiltonian has no true eigenvalues.
On the other hand, this also agrees with the es-
sence of the Wannier-Stark ladder because reso-
nances (if they are sufficiently narrow) are indis-
tinguishable from true bound states. The Stark
ladder states are therefore not discrete, stable
eigenvalues but metastable states. This verifies
the conjecture made by Rauh and Wannier.'? I
feel that this model is an important step in the un-
derstanding of the Wannier-Stark ladder effect.

This model also helps to clarify the meaning of
“small external field.” In fact, since the external
field is a singular perturbation (which diverges at
infinity) it is not clear in what sense, if any at
all, a nonzero field is small.*!%"!® It turns out
that the problem has fwo dimensionless parame-
ters f=(meEa®/m)Y2 and u=1v?m/2¢EK. E is the
external field, K=27/a the unit reciprocal-lattice
vector, and » the strength of the potential., Neith-
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er f nor u depends on the size of the crystal (in
the model the crystal is infinite). Thus, even
though the external field is a singular perturba-
tion, the meaning of small E is f«1 and u » 1.
Since E ,=1.72x10'E,,, in most cases of practi-
cal interest, the external field is indeed weak in
the above sense.

A solvable model necessarily involves a special
choice of the crystal periodic potential V. This
choice must, however, be such that it has all the
elements of the Stark ladder problem, Let us
therefore isolate the two central features of the
problem: (a) The Bloch model Hamiltonian must
have energy gaps (clearly there is no Stark lad-
der for V=0). (b) The spectrum for E #0 must be
continuous from — = to + <, having no true eigen-
values. V will be chosen subject to these two con-
ditions.

A general periodic potential V commutes with
the lattice translation operator. In momentum
space this means

eV (p,p)e = V(p,p").

Hence, V(p,p’)=0, unless p —p’ is a reciprocal-
lattice vector. [For local potentials, V(p,p’)
=V(p -p').] Since a Stark ladder is associated
with each isolated band, an obvious simplification
is to choose V such that the Bloch Hamiltonian
has a single gap. An easy way to accomplish this
is by nonlocal potentials. The model potentials
that I shall consider is

V(p,p")=v[6(p =p' +K)xox(p")
+6(p —p’ -K)x-K,O(p’)]y (1)

where x,,(x) is the characteristic function of the
interval (a, b), i.e., x,(¥)=1, a<x <b and zero
elsewhere. V is manifestly periodic. The lowest
band of the corresponding Bloch Hamiltonian is
given (with ¢=K - | k|) by

w5t (B2 ] ik

for which the band gap is 2v.

In the presence of an external homogeneous
electric field of strength € = ¢E, the Hamiltonian
is

H. =-ex+p?/2m+V, 3)

I shall investigate the second-sheet structure of
H,.. Resonances are poles of the resolvent on the
nonphysical sheet.'”'® True eigenvalues are real
poles, Note that (a) the time evolution associated
with the spectral projection on the poles decays

exponentially with the right time constant and

(b) the analytic continuation of the scattering am-

plitude has poles (Wigner-Weisskopf resonances)

at energies where the resolvent has its poles.!”
In order to analytically continue (3) to the non-

physical sheet, let us rewrite the eigenvalue

equation for the eigenvalue ) so that

Y (p)=R (N)VY(p), (4)

where R (1) is the resolvent of —ex+p2/2m .14
And we have

R (\)==(i/e)e(=p)e(p")6(p —p") Imr>0,
e(p)=expl-i(np -p®/6m)/€]. (5)

R .(2) has a cut along the x axis. Equation (5)
gives a natural analytic continuation of (4) to the
nonphysical sheet, which is obtained by using Eq.
(5) also for Imx <O.

Equation (4) has only the trivial solution, ¢ =0,
(in L?) for Imx >0, because of self-adjointness.
As we shall see, Eq. (4) has nontrivial (L?) solu-
tions for Imx <0. These are resonances, and they
turn out to have a ladder structure. Moreover,
since Ima <0, there are no true bound states and
the spectrum of H, is absolutely continuous, as it
should be.

Let us introduce the notation (with terms match-
ing at corresponding positions)

YX-wo,-k +UX-kp+¥Xo,k + ¥ Xk,
=Yt Pt Py + Yoo (6)
Equation (4) then reads

¥_(p) =0, (4'a)
PV (p) =L [P oo o 1K, (a)
e(P)¥ ., (p) =e(0)¥_(0)

- %er(p'w-(p' -Kydp',  (4'c)
e(P)¥ J(p) =e(K)¥ (K). (4'd)

Equation (4’d) and the requirement of square-in-
tegrability imply ¥{(p) =0. If we let w,=e(p)y.(p),
the solution of Eq. (4’) satisfying the appropriate
boundary conditions (details of the calculations
will be presented elsewhere) is then given by

¢.(p) =exp [ﬁ(ﬂ —pKzﬂY + ((p —%},ﬁ-f)
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where
Y (x) =Hy(1/N)H [(x) —H (1/f)H(x),
H,(x) =e ™ **/2F(iu] 5| ix?), m

Hy(x)=e" 2202 p(L piul3] ix?).

The parameters f and # were defined in the intro-
duction; F(alc|z) is the confluent hypergeometric
function; H, and H, are the even and odd solution
of the complex harmonic oscillator. The eigen-
value equation follows from the continuity of the
wave function at p=0, i.e., ¢.(0)=¢,(0). Let
2(€)e %) =i 2p (/N[ e H ()ax ],
Then, the eigenvalues of Eq. (4) are

A, =i€/K1n|r(€)| + €/K(6 +2mn) +5K*/48m, (9)

where # is an arbitrary integer. The spectrum
of eigenvalues therefore has the form of a ladder.
An asymptotic estimate of »(€) gives®

[r(e)|=[1+1/(42)]""?[1+0 ()],

and |r(€)|>1, as it should (i.e., Imx <0). Equa-
tion (9) describes resonances in the form of a
ladder which lies parallel to the real axis on the
nonphysical sheet. The width of the ladder states
is independent of » and is given by

(10)

T =(ae/2n)n|r(€)|. (11)
The ratio of I' to the level spacing becomes con-
stant as € =0, The spacing between the reson-
ances is €a. This is the Wannier-Stark ladder.!

The Stark ladder is observable provided T
«e€a; and

Sfu'?=2vm/K*> 1073, (12)

This is interpreted as a requirement of a mini-
mal gap (relative to the band width). Such a con-
dition was known to be important for the observa-
bility of the ladder.? (The relatively small con-
stant, 1073 however, is a new result,)

To conclude, let us consider how the above re-
sult transfers to the case of local periodic poten-
tials. In the absence of tunneling, the Stark lad-
der of the one-band Hamiltonian is embedded in
the spectrum of the other bands, It is not diffi~
cult to see that the latter is continuous, so the
interband interaction is a perturbation of embed-
ded eigenvalues'” (i.e., eigenvalues embedded in
a continuous spectrum), Contrary to isolated
eigenvalues which are stable in general (i.e.,
stay on the real energy axis), embedded eigen-
values are unstable in general. A small perturba-
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tion gives purely continuous spectrum by shifting
the eigenvalues to the nonphysical sheet,!” Thus,
the interband interaction makes the Stark ladder
states resonances. Hence, the qualitative fea-
tures of the model presented above transfer also
to local potentials. On the other hand, it is more
difficult to speculate on the functional form of
I'(¢). T is clearly model-dependent, In particu-
lar, since my model has bad analytic properties
(due to the characteristic function in V) it gives
no indication on I'(€) for local potentials, A na-
tural conjecture following from the Fermi golden
rule is that I'(€) is exponentially small as €
—-0.21422 Whether this conjecture can be made
into a theorem still remains to be seen.

I am most indebted to Professor Zak who sug-
gested this problem, for many fruitful discus-
sions, persistence, and help. I also thank Pro-
fessors R. Peierls for useful correspondence,

L. Schulman for his interest, A. Grossman and
S. Goshen for their encouragement.
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NMR Relaxation in the Superionic Conductor 3-LiAlSiO,t
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NMR T’s are reported for 'Li and ®'Al in g-LiAlSiO, which show a frequency-independ-
ent minimum as a function of temperature. The anomalous frequency independence is
interpreted in terms of highly correlated one-dimensional Li* motion together with an
order-disorder transition believed to occur above 500°C.

Ionic motion in superionic conductors is a phe-
nomenon® of much intrinsic interest as well as
having important technological implications for
solid-state batteries. These compounds are char-
acterized by a large, temperature-independent
number of vacancies which provide paths of high
ionic mobility. The crystal structure is often
such that the paths are restricted in dimension-
ality, as for the one-dimensional (1D) conductor
B-LiAlSiO, (LiAl1SiO, with the B-eucryptite struc-
ture) studied here. These features can cause
significant differences in the character of ionic
diffusion from that encountered in the more wide-
ly studied cases of a small number of vacancies
in a 3D lattice. In the Letter we present data on
the NMR spin-lattice relaxation times 7T, of 27Al
and "Li in B-LiAlSiO, which show striking depar-
tures from the usual behavior expected for dif-
fusion, and interpret them in terms of highly cor-
related 1D motion together with an order-disor-
der transition believed to occur in the compound.

The crystal structure? of 2-LiAlSiO, is such
that the A1®*, Si**, and O?” ions form a hexagonal
lattice (similar to that of 3-quartz) with channels
parallel to the ¢ axis in which the Li* ions reside.
There are twice as many Li* sites as there are
ions present which should permit the Li* ions to
diffuse along the channels. High conductivity has
been observed in glass ceramics and single crys-
tals of these materials,® although the degree of
anisotropy in the single crystal is as yet unknown.

At room temperature, x-ray studies? show that
the Li* ions order, occupying alternating sites
either in the planes of the A1** ions or in the Si**
planes. Above 400°C the ordering is strongly re-

duced, disappearing somewhere above 460°C with
a proposed order-disorder transition.

T,’s of the fixed-lattice ?’Al nucleus and of the
diffusing "Li nucleus from polycrystalline ceram-
ic samples are shown in Fig. 1 as a function of
inverse absolute temperature. The 20-MHz "Li
T,’s are taken from the data of Weaver and Bie-
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FIG. 1. °"Al and "Li relaxation times. Solid curves
are theoretical, scaled to give proper T, at minimum,

and with other parameters as described in text.

1571



