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Valley splitting and optical intersubband transitions at parallel and normal incidence
in [001]-Ge/SiGe quantum wells
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We investigate intervalley splitting in the conduction band of strained [001]-Ge quantum well (QW) systems
with finite SiGe alloy barriers by means of a sp>d°s* tight-binding Hamiltonian. We find that interaction
between germanium bulk L minima splits each confined subband into a doublet. We first characterize this
splitting as a function of the well width and of the strength of a uniform electric field superimposed along the
growth direction. Varying the well width, an oscillating behavior of the splitting magnitude similar to that
predicted for Si QW systems is observed and explained. Then we focus on the optical intersubband transitions
occurring between states belonging to the fundamental and the first-excited doublets. Selection rules for
intersubband transitions at normal and parallel incidence are discussed exploiting the parity character of the
involved doublet states. Numerical results for infrared-absorption spectra, evaluated for both symmetric and

biased Ge QWs, support our findings.
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I. INTRODUCTION

Conduction electronic states in low dimensional semicon-
ductor systems based on indirect-gap materials may display a
doublet structure at the meV scale. This energy separation,
known as intervalley splitting (IS), is caused by the interac-
tion of the confined states belonging to conjugated valley
minima with nonvanishing component of the k vector along
the confinement direction. For instance in a [001] tensile
strained silicon layer, the bottom conduction doublet results
from the interaction of the two confined states which origi-

nate from the A valleys along the [001] and [001] directions.

Originally IS was studied theoretically' and demon-
strated experimentally* in [001]-silicon inversion layers.
However intervalley coupling is quite a general feature
which is observed in  two-dimensional (2D),
one-dimensional,® or zero-dimensional’? systems in the
indirect-gap regime, as for instance GaSb/AlSb,!*!!
GaAs/Al,Ga,_,As with high Al concentration,'” or SiGe
(Refs. 7, 9, and 13-26) alloys.

From the experimental side IS was deeply investigated by
means of magnetotransport measurements, mainly in 2D Si-
based systems.*>%12:1320.21.27.28 From the theoretical side in-
tervalley coupling in 2D systems was early studied in the
framework of the multivalley envelope function effective-
mass model'= and by means of the one-band Wannier orbital
model.!' More recently it has been addressed within an ato-
mistic framework by means of two orbital and multiorbital
tight-binding (TB) models,!*!7:19-22.2629 and conceptual and
quantitative connection with the effective-mass description
provided.!®!13:16.22-24 = A well, also the pseudopotential
method versus the effective-mass model was adopted for the
study of intervalley splitting.>

The increasing interest toward IS in Si and SiGe systems
is mainly motivated by the need to achieve simultaneous
control of both valley’%13:1417-2426-28 4pnd gpin!:16:3031 de-
grees of freedom. This would permit selective population of
the lowest conduction doublet which is crucial for silicon-
based spintronics and quantum computing applications.>?
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As recently demonstrated in Refs. 25, 33, and 34, IS is
expected to play a role also in optical applications; in fact it
influences the intersubband optical absorption of n-type
indirect-gap systems as SiGe Multiple Quantum Wells
(MQWs) or SiGe quantum cascade structures. As clarified in
the following, the influence of IS on the intersubband ab-
sorption spectrum can be interpreted in terms of selection
rules which stem from the different spatial parities of the
electronic states within each valley-split subband.

In the study of IS in biaxially strained [001]-SiGe two-
dimensional systems, one has to distinguish the case of low
and high Ge contents of the active region. If the fractional Ge
content is lower than ~0.85, the conduction minima are lo-
cated at about 0.83% of the I'-X segment along the A, or A,
lines for tensile or compressive in-plane strain, respectively.
For high Ge content, the conduction minima of the constitut-
ing bulk materials are at the L point of the Brillouin zone
(BZ). In this case, under a [001]-biaxial strain field the (111)
directions remain equivalent and the L point degeneracy is
preserved. Therefore in [001]-grown Ge-rich strained hetero-
structures, the intervalley interaction involves the four
couples of L states each couple of the conjugated valleys
giving rise to valley-split doublets.

In the present paper we focus on IS and intersubband
absorption between valley-split subbands in strained
Ge/SiGe QW structures. We stress that despite Ge-rich het-
erostructures having been insofar poorly investigated, mainly
because of the difficulties of growing coherent multilayer
samples,® they display a number of peculiar properties rel-
evant for optoelectronic applications.’® Indeed, only very re-
cently high quality Ge-rich SiGe heterostructures have be-
come available thanks to new advances in SiGe epitaxy.*”-38

For what concerns conduction intersubband transitions in
Ge-rich systems, we notice that the possibility of achieving
robust confinement potential at the L point was predicted by
a number of independent works3*~*! while demonstration of
significant conduction confinement potential in low-Ge con-
tent heterostructures remains elusive. Moreover due to the
light effective mass at the L point, n-type Ge-rich multilayer
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systems have been indicated as most promising candidates in
the run to silicon integrable Quantum Cascade Laser
(QCL).*

Finally, it is worth mentioning that, in Ge-rich [001]-
multilayer structures, intersubband transitions can be stimu-
lated both in TE and TM modes of the incident radiation.*?
This fact is due to the presence of off-diagonal terms in the
mass tensor at the L point (the constant energy ellipsoids
have principal axes along the (111) directions while the con-
sidered systems are grown along the [001] direction) which
guarantees coupling between electronic states and radiating
fields of arbitrary polarization. We exploit this possibility to
suggest experimental arrangements for optical detection of
IS.

The paper is organized as follows. In Sec. II we present
our tight-binding results for the IS in Ge/SiGe quantum wells
as a function of the QW width and of a uniform electric field
superimposed to the system along the growth direction. The
spatial parities of the confined states, investigated by orbital
and layer projections, are also discussed. In Sec. III intersub-
band absorption between valley-split subbands obtained for
different values of QW widths, doping concentrations, and
electric fields are presented. We demonstrate that the differ-
ent magnitude of the IS in the fundamental and first-excited
double, and the selection rules stemming from the spatial
parities of the valley-split states can be responsible for ob-
servable features in the absorption spectrum. Our conclu-
sions are reported in Sec. IV.
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II. TIGHT-BINDING CONDUCTION BAND VALLEY SPLIT
STRUCTURE OF GE/SIGE QUANTUM WELLS

The essential physical picture of valley splitting which
emerges from the above quoted multivalley effective-mass
analytic results and TB numerical simulations is well under-
stood as due to the confinement potential at the heterointer-
faces, which produces a coupling between the conjugated
valleys. In particular, for a symmetric square well it has been
found that QW states can be described in terms of symmetric
or antisymmetric combinations of the bulk states associated
with the two conjugated conduction valleys. Each IS doublet
is composed by a symmetric and an antisymmetric confined
state wave function characterized by the same envelope func-
tion. The valley coupling is governed by a mixing potential
localized at the heterointerfaces whose strength is an oscil-
lating function of the well width Ly, and valley distance Ak.
It follows that also the amplitude of the IS splitting, AE,
oscillates according to the relation AEccsin(AkLy/2).!!
Moreover, since the mixing potential is localized at the het-
erointerfaces, AE is also proportional to the square amplitude
of the confined wave functions at the well boundaries.?*
Therefore IS is also a decaying function of the well width
with a power-law exponent equal to —2.6 (Ref. 11) or -3
(Ref. 17). We show numerically that this behavior is also
found for the conduction-band states confined at the L point
in the considered Ge/SiGe QWs.

The QW systems investigated in this paper are composed
of compressively strained Ge QWs sandwiched by tensile
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FIG. 1. (Color online) Valley splitting magnitude versus well width (number of bilayers in the active region) for the ground (E; level,
bottom panel) and first-excited (E level, top panel) QW subbands. Each bilayer is composed of two Ge atomic layers in the anion and cation
positions. Solid black, red, and green lines refer to £ equal to 0, 5, and 15 mV/A, respectively. Black dashed lines represent the best fits
obtained by means of the analytic expression discussed in the text. Ge concentrations in the buffer, barrier, and well regions are reported in
the top panel (gray arrows indicate the direction of the in-plane strain fields). QW band-edge profiles at E=15 mV/A together with the
square modulus of the wave functions for the E, and E; doublets are sketched in the insets; the top (bottom) inset refers to a QW system with

well width of 37 (87) monolayers.
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FIG. 2. Wave function amplitude at zero electric field of the
even (Eg)l)) and of the odd (E(()z)) states, belonging to the ground
doublet of the Ge QW system. The well is composed of 37 mono-
atomic layers, corresponding to a maximum in the valley-splitting
amplitude. Shaded gray area indicates the barrier regions. Plots (a)
and (b) represent the contribution to the wave-function amplitude of
the E(()l) state obtained from orbitals which are even and odd under
the Z— —Z transformation, respectively. Plots (c) and (d) refer to the
even and odd orbital contributions to the E(()z) wave function,
respectively.

strained Si, 4Ge ¢ barriers, coherently grown along the [001]
direction on a relaxed Sij,Ge g substrate. In the well mate-
rial the bottom of the conduction band is located at the L
point and the barrier height resulting from the band-edge
profile is =330 meV. This value is similar to those usually
derived for strained Si/SiGe QWs with low-Ge content in the
barriers.!”-33

The equilibrium positions of the ions are evaluated by
means of elasticity theory as discussed in Ref. 33. Heteroint-
erfaces are assumed sharp and the barrier thickness is chosen
so to ensure that the wave functions for the confined QW
states are extinguished well before the boundaries of the
well+barrier system. In this condition periodic or hard wall
boundary conditions along the [001] direction can be equiva-
lently chosen. Periodic boundary conditions are exploited in
the growth plane. Electronic states are described by means of
a first neighbors sp3d°s* TB Hamiltonian including spin-orbit
interaction. We have adopted the self and hopping energy
parameters derived semiempirically by Jancu et al.** for bulk
silicon and germanium crystals. Since Si and Ge are miscible
in the whole composition range, alloying in the barriers is
treated within the virtual-crystal approximation (VCA), in-
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terpolating linearly with Ge concentration the parameters of
Ref. 44. A recent discussion of such approximation in the TB
framework can be found in Ref. 45. Effects of strain in the
barrier and well regions are accounted for by suitable scaling
laws for the hopping parameters.** The near gap confining
potential along the growth direction is inserted in the model
adding a constant term to the site-diagonal energy parameters
of the Hamiltonian in the barrier region. Its value is chosen
so as to reproduce the valence-band offsets derived in Ref.
46. As well, uniform electric fields superimposed along the
growth direction are modeled as diagonal z-dependent con-
tributions to the Hamiltonian.

In Fig. 1 is reported the evaluated energy difference
AEy=|E-EP|(AE,=|E\"-E?)|) at the L point between
the lowest conduction levels corresponding to the fundamen-
tal (first-excited) doublet, as a function of the number of
biatomic layers in the well region (solid black line). A power-
law fit |AE;| <L} with y=2.3 well reproduces the damping
of the oscillations of AE, and AE, with the well width
(dashed black line). This value is of the same order as those
reported for silicon QW systems y=2.6 (Ref. 11) or y=3
(Ref. 17). Indeed the IS oscillations reported in Fig. 1 closely
resemble IS oscillations of Si QWs.!733 For instance also in
Si QW systems the oscillations of the splitting energies for
the fundamental and excited doublets have a common period
and phase. Moreover, in agreement with envelope function
models it holds AE,>AE, due to the larger value of the
wave function for the first-excited levels at the well bound-
aries where the mixing heterointerface potential is active.
Nevertheless, two relevant differences are worth to be
stressed. First, for [001]-Ge QWs we find IS values larger
than the corresponding values of [001]-Si QWs. As an ex-
ample, we get for a 37 Ge monolayer QW AE;=2.9 meV
and AE;=8.5 meV (see Fig. 1). These quantities are to be
compared with AE;=1.3 meV and AE,=5.4 meV obtained
for a [001]-Si QW with the same width, by means of the
same TB model.?3 Since also the barrier height of the con-
fining potentials of the Si QW studied in Ref. 33 are approxi-
mately the same as for the Ge QW here studied, the larger IS
splittings we find for the Ge QWs are due to the L point
quantization effective mass which is lighter than the longitu-
dinal A mass of silicon [see Eq. (25) in Ref. 24].

The second relevant difference with respect to Si QW
systems concerns the period of the IS oscillations. In the case
of [001]-Si QWs the distance Ak between the two interacting
valleys (each located at about 0.83% of the I'-X segment)
leads to an oscillation period for |AE,| of about 6.4 bilayers.
This value is larger than the period of 1 bilayer that we
obtain in the case of Ge QWs (see Fig. 1). Our result for the
IS period is in agreement with Ref. 11 where intervalley
coupling between the L minima in GaSb/AISb QW and SL

systems was studied both with a k- p envelope function and a
one-band Wannier orbital model.

We notice that, since in the present paper heterointerfaces
are assumed abrupt and flat, the values reported in Fig. 1
exactly hold in the theoretical limit of perfect interfaces
while the inclusion of interface disorder should not affect
them dramatically.'®?

A superimposed electric field 3 along the Z direction
breaks the QW symmetry; thus a destructive effect on the IS
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FIG. 3. Band dispersion at zero field in the growth plane for the
E( and E; doublets, evaluated along the path reported in the insets.
In the tetragonal Brillouin-zone description adopted here, the U
point corresponds to the conduction minimum of the strained Ge
bulk crystal (L point) and the I'-M segment to the A line. The small
gray rectangle (right inset) indicates the part of the BZ that was
sampled to evaluate the intersubband absorption spectrum. In the
left inset the same rectangle is reported together with the corre-
sponding Egl) and Egz) energy surfaces.

oscillations is expected.’*3> However we observe that for

moderate fields the IS oscillations are still observable, with
unchanged period and phase (red and green curves in Fig. 1).
For a given electric-field strength the IS oscillations are de-
stroyed only for large enough wells. Moreover IS oscillations
in the E; doublet survive for higher fields with respect to the
E doublet. These behaviors can be understood by analyzing
the effect of the electric field on the confined wave functions
(see insets of Fig. 1). For moderate fields both the E; and E,
wave functions contact the right wall of the QW as shown in
the top inset of Fig. 1. A proper increase in the electric field
can cause the vanishing of the £, and E; wave functions at
the right side of the well. This is shown in the bottom inset of
Fig. 1. Only in this condition the triangular shaped potential
originated by the field prevents the interference of the dou-
blet wave functions originated by multiple reflections at the
QW walls and the IS splitting becomes independent from the
QW width. The same effect was numerically observed also
in [001]-Si QW systems.?*?3347 In that case, because of the
lower confinement energy due to the heavy longitudinal A
mass, weaker electric fields are sufficient to destroy IS
oscillations.?*33

Wave functions belonging to the same doublet share the
same envelope function?® but are characterized by atomic
scale oscillation with opposite phases;>* this guarantees that,
for symmetric QW, the two levels in each doublet have op-
posite parity. An accurate analysis of the group symmetry of
SiGe QWs as function of the number of monoatomic layers
in the QW region can be found in Refs. 15 and 31. Opposite
phases within each doublet are evident in the insets of Fig. 1.
A more detailed description of the doublet wave-function
oscillations is shown in Fig. 2 where we have plotted the
amplitude of the wave functions at zero electric field of the
(even) Egl) and of the (odd) EE)Z) states, belonging to the
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ground doublet of a 37 monoatomic layer Ge QW. To reveal
the spatial parity of the states, the contributions to the wave
function from orbitals which are even or odd with respect to
the Z— —Z transformation have been separated. For instance
the even Eél) state is characterized by the even (odd)
component of the wave function associated to
15,8, pe.py.dyyda_2,dy 2 2} ({p,.d,,.d,}) orbitals.

III. ABSORPTION SPECTRUM AND SELECTION RULES
FOR INTERSUBBAND VALLEY SPLIT TRANSITIONS
IN GE/SIGE QWS

We now focus on intersubband transitions in ultrathin
symmetric Ge QW systems between the valley-split E, and
E, doublets. Intersubband absorption is evaluated sampling
the BZ in a suitable neighbor of the L= U point to include all
the k vertical transitions active in a given energy range. The
absorption coefficient a(fw) for incident light with polariza-
tion unit vector € and energy % w is calculated according to

27Teﬁ € (k)
ahw +
(hw) = nocmg VT2 %E(k) e AAE(B)]
R 1
- flE(K)]} - , (1)
1+<Ei—EFf—ﬁw>2

where Pij(lg)z(2/m0)|(i,l€|é~ﬁ|j,l€)|2 is the squared modulus
of the dipole matrix element, expressed in electron volts,
between conduction intersubband states
energies E; and E;, respectively; f(E) is the Fermi distribu-
tion function, and n is the refractive index which is assumed
independent on frequency in the energy range of interest.
Line broadening effects are phenomenologically included in
Eq. (1) substituting the delta function with a Lorentzian dis-
tribution of linewidth I'=1 meV. More details on the evalu-
ation of optical properties in the semiempirical tight-binding
framework can be found in Ref. 33.

We have numerically shown in Sec. II that AE, is larger
than AE,, and then in principle four different transitions,
nondegenerate at the meV scale, are possible. However for
selected polarization vectors, only a subset of these transi-
tions is allowed because of the different spatial parities of the
involved states.** Consider first the polarization vector of the
incident radiation along the growth (Z) axis which corre-
sponds to incidence parallel to the QW plane. This is the
standard configuration used to couple the radiating field to
the electronic subband levels in n-type QW systems. In this
case the dipole operator is odd with respect to the 7——Z2
transformation and only intersubband transitions between
states with opposite parities are allowed. On the contrary, if
the radiating field propagates normally to the QW plane, the
dipole operator is even and only states with the same spatial
parity can be coupled by the electromagnetic field. More-
over, we observe that in Si-rich [001]-SiGe QWs the lowest
conduction states (A,) are mainly composed of s, s*, p,, and
d,, orbitals. With light propagating along the QW axis the
electric field lies in the x-y plane, and without any appre-
ciable p,, p, or d.,, d,, components there is no way it can
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FIG. 4. Low temperature intersubband absorption spectra evaluated at £=0 for normal (solid lines) and parallel (dashed lines) incident
radiations. Left (right) plots refer to a 37 (38) monolayer QW systems, corresponding to a maximum (minimum) of the valley-splitting
oscillation. Grey shaded features represent the joint density of states and the normal-incidence absorption is reported magnified by four. For
the (a) and (b) plots, carrier concentration per layer in the well region is 8 X 107 A2, The related T=0 Fermi energies and level diagrams
are shown in the insets; parity of the states and allowed transitions for both polarizations (solid and dashed arrows) are also indicated. (c) and
(d) panels refer to a carrier concentration of 1 X 10° A2 in this case, E '+ for the 37 monolayer QW system [(c) panel] is equal to 1.54 meV

and only the Egl) subband is populated.

couple states in the QW. In contrast, in Ge-rich [001]-SiGe
QWs the lowest conduction states near the L point have es-
sentially equal p,, p,, and p, components, and electric-dipole
transitions are allowed. From the effective-mass perspective,
the same conclusions follow observing that, in Si-rich [001]-
SiGe QWs, normal incident radiation does not stimulate con-
duction intersubband transitions because the electric field os-
cillates in the QW plane which is a free direction for the
motion of the A electrons; in Ge-rich [001]-SiGe QWs, the
in-plane field is coupled to the motion along the confined
direction by the off-diagonal terms of the mass tensor at L.*3

To evidence the effect of these selection rules on the in-
tersubband absorption spectrum, we have evaluated a(w) in
n-type QW systems with different values of the doping con-
centrations and QW widths, both in the presence and in the
absence of electric fields superimposed along the growth di-
rection. For the investigated doping concentrations (n*
=10"°-10"° A~2) and in the low-temperature regime, only
electronic states in a small neighbor of the U point are popu-
lated and the sampling of the quasi-2D BZ can be reduced to
the gray shaded region depicted in Fig. 3. It is useful to note
that the AE, and AE, splittings remain almost constant for
all the k points belonging to this region (see Fig. 3). This
happens because the extension of the sampled region is very
small with respect to the BZ and then the magnitude of the

mixing potential which governs the amplitude of the IS is
almost constant there.!!

In Fig. 4 we show the low-temperature intersubband ab-
sorption spectra evaluated at the field £=0 for 37 (left pan-
els) and 38 (right panels) monolayer Ge QWs. These QW
widths correspond to a maximum and a minimum of the IS,
respectively (see Fig. 1). Panels (a) and (b) refer to a doping
concentration in the well region of 8 X 10°® A=2. For this
doping value we obtain E;=7.3 meV and E;=6.1 meV, re-
spectively (see top insets of Fig. 4). Let us examine first
panel (a). Both the E{" and E{?) levels are populated and then
four different transitions can be observed as evidenced from
the gray shaded region which represents the Eg’)—>E§’) joint
density of states. In agreement with the above consider-
ations, we found that for polarization vector along the
growth axis only two peaks are present in the absorption
spectrum (dashed line). These peaks correspond to the
E(()l) HE(II) and the EE)Z)HE(lz) transitions which involve even
and odd states, respectively. On the contrary, only transitions
between states with the same parity, i.e., EE)I)—>E(12) and the
E(()z) HE(II), are observed when the polarization vector is cho-
sen in the QW plane (solid line). The spectra reported in
panel (b) are instead characterized by a single peak whose
energy does not depend on the polarization vector. This is an
immediate consequence of the absence of IS in both the E,
and E; doublets.
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FIG. 5. Low temperature intersubband ab-
— sorption spectra at normal (solid lines) and paral-
- lel (dashed lines) incident radiations evaluated at
- E=1 mV/A for the 37 (left panel) and 38 (right
panel) monolayer QW systems. Carrier concen-
tration per layer in the well region is 8
X107 A=% and E; is equal to 7 (left panel) and
6.1 meV (right panel); normal-incidence absorp-
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Panels (c) and (d) have been obtained reducing the doping
concentration in the well region to n*=1Xx10"° A2 Be-
cause of the zero IS splitting in the case of 38 monolayer
QW, both the EE)I) and E&z) states are still populated [panel
(d)]. Therefore the absorption spectra of panels (b) and (d)
are similar. A different situation is obtained in the case of the
37 monolaXer QW. Carriers are now present only in the
ground E state (E;=1.54<|AE|). As a consequence a
single peak whose energy is polarization dependent charac-
terizes the absorption spectrum. For polarization vector in
(orthogonal to) the QW plane, the peak is associated to the
EY —E? (EN — ED) transition.

Finally, we have investigated the effect of the electric
field on the selection rules discussed above. In principle the
breaking of the Z— —Z symmetry caused by the field should
be responsible for a partial transfer of the oscillator strengths
toward the previously forbidden transitions. We find instead
that the selection rules still hold even when the envelope
wave functions become strongly asymmetric. The same re-
sult was previously obtained in the contest of [001]-Si
QWs,33¥ and is probably due to the persistence of the
atomic scale oscillations in the wave functions whose period
and phase result to be unaffected by the electric field (see
Ref. 33). Intersubband spectra obtained for the 37 and 38
monolayer width QWs with £=1 mV/A are shown in Fig.
5.

IV. CONCLUSIONS

By means of a multiorbital tight-binding model we have
investigated the intervalley coupling in the conduction band
of strained Ge/SiGe QWs grown on [001] Ge-rich substrates.
For the chosen Ge contents in the substrate and well materi-

tion is reported magnified by four.

150 155

als, the bottom conduction states are located at the L point
and we find that the resulting band-edge profile allows a
robust confinement of electron states in the Ge active region.
The valley splitting of fundamental and first-excited sub-
bands has been studied as a function of the QW width for
different values of a static electric field superimposed along
the growth direction. In agreement with k- p effective-mass
calculations, we find that also for Ge QWs IS has an oscil-
lating behavior as function of the QW width with a power-
law decay. The period of oscillations is governed by the dis-
tance in k space of the conjugated L minima and then differs
from what is predicted for [001]-SiGe QWs with low-Ge
content. The spatial parity of the valley-split states has been
numerically studied by orbital and layer projections. Selec-
tion rules induced by the opposite spatial parity of the states
belonging to the same IS doublet have been numerically
verified. Their influence on the intersubband absorption spec-
trum involving the ground and first-excited doublets of
n-type systems has been investigated as function of doping
concentrations, QW widths, and polarization vector of the
incident radiation. Our results suggest that in ultrathin Ge/
SiGe QW systems the IS can be responsible for observable
features in the absorption spectrum. This fact might be ex-
ploited to measure IS by means of optical instead of magne-
totransport techniques. Our results are also relevant for the
design of SiGe-based quantum cascade emitters and Si-
integrable quantum computation or spintronic devices.
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