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Raman Scattering by Optical Phonons in Isotopic °(Ge),,"*(Ge),, Superlattices
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We present Raman spectra of a series of isotopic "°(Ge), *(Ge),, superlattices with 2< n < 32.
In these novel structures only the phonons are subject to a periodic isotopic mass modulation,
whereas the electrons retain their bulklike character. This differs substantially from conventional
superlattices where both electronic and vibronic properties are affected by the reduction in dimen-
sionality. Our results show clear evidence for optic phonon confinement in each of the two super-
lattice constituents. Observed frequencies, relative intensities, and mode mixing compare favorably
with calculations based on a planar bond-charge model and the bond polarizability approach.

PACS numbers: 78.30.Hv, 68.55.Bd, 68.65.4+g, 78.66.Li

The physics of reduced dimensionality in solids is
accessible almost exclusively via semiconductor het-
erostructures. Their investigation by means of electri-
cal and optical methods has not only evolved into one
of the most important branches of modern semiconduc-
tor physics, but also represents the basis of numerous
novel device concepts (see, e.g., Ref. [1], and references
therein). Fundamental aspects, such as the effect of the
artificial superlattices’ (SL’s) periodicity on electronic
and vibrational properties, have been investigated by Ra-
man spectroscopy [2]. Most of these studies have been
concerned with GaAs/AlAs SL’s due to the high tech-
nological standards which have been achieved in grow-
ing this particular material combination [3]. Although
GaAs/AlAs SL’s exhibit no strain effects due to lattice
mismatch, in contrast to, e.g., those made of Si and Ge
[4], the reduction in dimensionality still changes both
electronic and vibronic properties dramatically. This pre-
vents the distinction and separate treatment of both ef-
fects. Only very recently the prospect of decoupling these
two effects has been opened by the availability of iso-
topically pure germanium [5,6]. Natural Ge consists of
five stable isotopes (21.2% "°Ge, 27.7% ?Ge, 7.7% 3Ge,
35.9% Ge, and 7.4% 76Ge) and isotopically pure crys-
tals have been so far mainly used to study effects of iso-
topic disorder on vibrational spectra [7-10].

In this work we report Raman measurements on
a novel kind of heterostructure, a series of isotopic
70(Ge)n"4(Ge), SL’s . These samples represent an ex-
cellent model system to study the vibronic properties
of SL’s because the electronic structure should be af-
fected only weakly by changes in the isotopic mass.
Since these changes are the only difference between the
SL constituents, Raman spectroscopy is the only non-
destructive method to investigate their structural prop-

0031-9007/94/72(11)/1565(4)$06.00

erties. Experimental data are compared with the results
of a planar force-constant model [11]. Our data show
clear evidence for confinement of the optical phonons in
the two different materials and disorder-induced features
(so-called band modes) which are attributed to intermix-
ing of the two isotopes at the layer interfaces.

The samples were grown by molecular beam epitaxy
(MBE) on nominally intrinsic Ge [001] substrates. On
top of the substrate a 7°Ge buffer layer with a thickness
of 230 A was deposited to prepare an atomically smooth
surface. The "(Ge),, "4(Ge),, SL’s were grown on this
buffer at a temperature of 350 °C and low growth rates of
4 A/min from standard PBN-Knudsen cells. The overall
thickness of the SL’s is about 400 monolayers (ML) (1
ML = 141 A) with single layer thicknesses n=2, 4, 6, 8,
12, 16, and 32 ML. For comparison with previous Raman
results [9] a ("°Ge)o.5("*Ge)o.5 alloy and pure °Ge and

Ge samples were grown as well.

Raman spectra were recorded in backscattering geom-
etry using the lines of Art and Krt lasers. The col-
lected light was dispersed by a 0.85 m SPEX double
monochromator and detected with conventional single
photon counting. The spectral resolution was 1 cm™1,
as determined by direct measurement of the laser line.
To investigate the disorder-induced band modes of the
samples we used a DILOR XY triple monochromator
and accumulated the signal with a charged coupled de-
vice multichannel detection system. The samples were
kept in a closed-cycle cryostat at a temperature of 10 K.

Figure 1 summarizes the experimental data and the
results of our calculations. The former, shown in Fig.
1(a), clearly exhibit an increasing number of modes with
increasing SL period. These modes can be identified as
optical phonons fully or partly confined in the two differ-
ent constituents of the SL’s. The occurrence of confined
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FIG. 1. (a) Measured and (b) calculated Raman spectra
for a series of isotopic "°(Ge),, (Ge)n SL’s showing various
confined modes of "°Ge and "*Ge layers. The measurements
were performed with the 514.5 nm line of an Ar*-ion laser at
a temperature of 10 K. Calculated Raman peaks have been
numerically broadened by 1.2 cm™! to facilitate comparison
with experiment.

optical modes is somewhat surprising since the phonon
dispersions of °Ge and 7#Ge overlap over a large fre-
quency range. As will be discussed later, the assignment
of these modes to confined SL phonons is possible by
comparison with our calculations. The labels LO,(°Ge)
and LO,(7*Ge) in Fig. 1(a) denote the material in which
the corresponding longitudinal optic (LO,,) mode has the
strongest vibrational amplitude. Only modes with odd n
are Raman active [12].

Calculations were performed in the framework of the
planar force-constant model [11], with the electronic de-
grees of freedom described by a bond charge of zero mass
midway between the atomic planes. The inclusion of
these bond-charge planes has proven useful to reproduce
the flattening of the transverse acoustic (TA) modes at
the Brillouin zone edge [13,14]. The force constants used
are those obtained in Ref. [12] from fitting the calculated
bulk phonon dispersion curves of natural Ge to experi-
mental neutron scattering data [15]. Diagonalization of
the dynamical matrix for the SL’s yields the eigenval-
ues (vibrational frequencies) and eigenvectors (displace-
ments) of the vibrational modes. The Raman spectra
given in Fig. 1(b) have been calculated from these data
using the bond polarizability model [2,16] which requires
only one adjustable parameter to describe the overall ab-
solute scattering cross section. Since we did not deter-
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FIG. 2. Measured (dots) and calculated (solid line) con-
fined LO phonon frequencies vs SL layer thickness n. The
dashed line represents a calculation which considers intermix-
ing at the interface. Note the anticrossings near n = 12,20,30
which are discussed in the text.

mine absolute cross sections, our calculations are to be
regarded as parameter free. To allow better comparison
with the experiment [Fig. 1(a)] the calculated Raman
lines [Fig. 1(b)] have been broadened by 1.2 cm™!. Ex-
periment and calculation compare favorably and will be
discussed in more detail in the following.

In Figs. 2 and 3 we plot measured frequencies (laser
energy E;, = 2.409 eV) and relative intensities of these
modes together with theoretical results vs SL layer thick-
ness n. Because of the fact that the planar force-constant
model was fitted to natural germanium without removing
self-energies due to isotopic disorder [17], and to a small
deficiency of the fits for bulk k = 0 phonons, the calcu-
lated frequencies are about 2 cm™! higher than the mea-
sured ones. Therefore we rigidly shifted the calculated
frequencies by 2 cm™! to lower energies in Fig. 2, using
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FIG. 3. Measured (A=5145 A, e; AL=6471 A, o) and
calculated (lines) relative LO phonon intensities vs SL layer
thickness n. Solid lines represent calculations for a perfect
SL; dashed and dotted lines are calculations which treat in-
termixing at the interfaces according to two different models.
See text for details.
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the measured frequencies of the 7°Ge and 7Ge samples
as reference points. The experimental LO phonon fre-
quencies of these two samples and the ("°Ge)o.5("Ge)o.5
alloy are given, labeled as bulk, at the right edge of the
plot. From their energies and the atomic displacement
patterns for the different samples (to be published else-
where, see also Ref. [17]) one can identify the differ-
ent modes as LO,, predominantly confined phonons in
either layer. For small layer thicknesses, however, the
experimental frequencies of the LO;(74Ge) mode devi-
ates slightly from theory. Around 12, 20, and 30 ML
pronounced anticrossings between different branches of
the optical modes occur. At these points confined LO,
modes of 7°Ge layers become degenerate with the LO;
phonon of 74Ge. Since they have the same symmetry,
these modes interact and anticrossings appear. This be-
havior can be observed even better in Fig. 3, where we
show the experimental relative intensities, normalized to
that of the respective LO;("°Ge) mode for each sample,
together with calculated values. The agreement of ex-
perimental relative intensities and calculated values can
be improved by considering isotopic intermixing at the
SL interfaces, which becomes more important for the
shorter-period samples. In order to evaluate this inter-
mixing theoretically we used two different models. In the
first one we defined an “effective mass” for each layer in-
cluding two monolayers of a 50% alloy at each interface
when calculating the average mass in each layer. The
result of this calculation is shown by the dashed lines in
Fig. 3. In a second approach we introduced two discrete
alloy layers, with average mass atoms at each interface
and diagonalized the dynamical matrix of a three-layer
supercell. These results are shown as the dotted lines
in Fig. 3. Although the first model is the simpler one,
as it averages over layers and describes alloying effects
at the interface with a modulation of the mass in the
whole layer, it appears to give the more adequate de-
scription of the observed relative intensities. Especially
for the samples with n = 4, 6, and 8 the agreement be-
tween measurements and the calculation is substantially
improved. However, we consider alloying effects to be
important only for the samples with smaller layer thick-
ness and therefore applied these alloy models only up to
12 ML. For the SL with n = 16 pronounced differences
of measured and calculated values occur. They seem to
be related to resonance effects near the E; and E;+A;
critical points of Ge which lie at 2.2 eV and 2.4 eV,
respectively [18]. Preliminary resonant Raman experi-
ments show a dependence of the resonance energy for
relative phonon intensities on the SL period. This result
is unexpected as the electronic structure, as mentioned
above, should be affected only weakly by changes of the
isotopic mass. To illustrate the strength of the resonance
effect we show in Fig. 3 the off-resonance intensity ratio
for the n = 16 sample measured with a laser energy of
E;=1.916 eV as open circles. For all other samples the

intensity ratio peaks above 2.5 eV and data taken at this
energy can be regarded as nonresonant. To complete the
discussion of the influence of interface disorder on the
Raman spectra we note that the inclusion of isotopic in-
termixing has only a small effect on the dependence of
calculated frequencies on SL layer thickness (cf. Fig. 2).
Calculated frequencies are changed by about 1 cm™! in
the alloy model and by about 0.5 cm™? in the three-layer
model. The frequency shift of different confined modes,
however, is of opposite sign. This describes correctly the
trend of the deviations between experiment and calcula-
tion and is shown for the alloy model as the dashed lines
in Fig. 2.

Figure 4 displays the frequency range below the main
Raman lines discussed in Fig. 1 for the whole series of
SL’s. In this region the bulk density of states has its
maximum [9], leading, in the presence of isotopic dis-
order, to so-called band modes. This has been investi-
gated in detail in bulk isotopic Ge [9]. In the case of a
perfect isotopic SL with no intermixing at the interfaces
these band modes should be replaced by higher order
confined LO modes lying in this frequency range. In real
isotopic SL’s, however, intermixing exists at the inter-
faces. Therefore any mode in this frequency range has to
be regarded as the sum of an “alloy part” (band modes)
and a “SL part” (higher order confined LO). In order
to compare the experiment with our calculations we first
subtracted the stronger LO modes (shown in Fig. 1), rep-
resented by Lorentzians and after normalizing the highest
one to unity. From the remaining part of the spectra we
then subtracted the alloy part [9] which was taken to
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FIG. 4. Raman spectra in the energy range of vibrational
band modes in isotopic SL’s. The data were obtained by sub-
tracting the tail of the main Raman line(s) from the original
data in Fig. 1. The intensities are normalized to that of the
respective LO;("°Ge) phonon. The spectra were vertically
shifted for clarity. See text for details.
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TABLE I. Measured and calculated strength of the “SL
part” of the band modes of Fig. 4. The values in parentheses
give the calculations for 9/7 instead of 8/8 ML and 7/5 instead
of 6/6 ML.

“SL part”
SL period Measured Calculated
4 0.03 0.05
6 0.02 0.0003 (0.003)
8 0.03 0.008 (0.03)
12 0.03 0.03
16 0.02 0.02
32 0.01 0.01

correspond to 2 ML per SL layer. Figure 4 displays the
pure SL part of the isotopic SL’s so obtained. In Ta-
ble I we compare the integrated intensities of these SL
parts with the calculated ones obtained by integrating
the higher order LO modes of the SL’s. Calculated and
measured strengths compare favorably for most of the
samples. Only in the case of n = 6 and n = 8 is the cal-
culated SL part too small. For the n = 8 SL this problem
can be overcome by considering a 9/7 ML period, which
leads to a strength in agreement with the experimental
value (given in brackets in Table I). This is not the case
for the n = 6 SL, where even a period of 7/5 ML yields
a much too small value (also given in brackets in Table
I).

In conclusion, we have presented Raman spectra of a
series of isotopic 7°(Ge),"(Ge),, SL’s. These samples
represent an excellent model system for the investiga-
tion of confinement of optical phonons in SL’s. Both
frequencies and relative intensities of the measured spec-
tra are in good agreement with calculations based on
a planar bond-charge model and the bond-polarizability
approach. From the comparison of experiment and the-
ory we were able to show that intermixing of the two
isotopes at the interfaces occurs but is limited to 1 ML
in each direction. This intermixing was also found to be
responsible for the observation of disorder-induced band
modes whose intensity decreases with increasing SL pe-
riod. The high quality of these SL’s may make them suit-
able for electronic applications through neutron transmu-
tation [19].
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