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Abstract. An approach has been suggested for integrating the superior properties of the
BeTe semiconductor with the mature technology of group IV semiconductors. In a semi-
empirical sps* tight-binding scheme, detailed calculations of the electronic structures of the
(BeTe),,/(Si2)m, (BeTo, /(Ge),, and(BeTe, /(SiGe),, (110 superlattices are performed over

a wide range ofi, m < 20. It is found that the fundamental energy gap increases (up to 2.11 eV
for BeTe/Si and 1.93 eV for BeTe/Ge at tRepoint for n = m = 2) with decreasing superlattice
period, and that the silicon or/and germanium layer plays an important role in determining the
fundamental energy gap of the superlattice system due to the spatial quantum confinement effect.
Two interface bands are identified in the upper region of the thermal gap in these systems, which
extend over a quite different region kfspace. Furthermore, the calculated electronic structure

of BeTe/Sii_,Geyy, is found to be quite different from those of II-VI compounds grown on
pure group IV semiconductors, but fairly close to their average.

1. Introduction

Semiconductor superlattices consisting of alternate layers of different materials provide extra
dimensions for tailoring material properties. The combination of controlled variations in the
composition, strain, and thickness of the layers provides electronic and optical properties [1—
3] unlike those of any ordinary bulk material, that might lead to important applications
in optoelectronics [4-7]. There has been great interest in the multilayer growth of [I-VI
compounds for optoelectronic device application in the visible-to-ultraviolet range, as strong
nonlinearities in these materials and their quantum wells have been recognized for many
years [8—10]. Of particular note for the present work is the successful fabrication of II-VI/IV
superlattices using molecular beam epitaxy, with each layer consisting of a few monolayers
of the constituent materials [11-13]. Since a detailed picture of the electronic structure and
stability will provide guidance for device applications, the systematic study of the II-VI/IV
superlattice systems has become a necessity from a practical point of view.

In this paper, we examine theoretically the electronic structures of BeTe/Si, BeTe/Ge,
and BeTe/SiGe (110) superlattices by performing band-structure calculations using the tight-
binding method. The (110) interface is nonpolar in a lattice-matched system, while the (100)
and (111) interfaces are polar interfaces [14]. Therefore, the interface electric fields due to
the differences of the nuclear charges between the two kinds of interface atom in a (100)
or (111) growth direction will disappear in the present (110) growth case. Results for the
charge densities of the confined states and interface states for these superlattice systems are
also reported. A systematic study of the electronic and interfacial properties of [I-VI/VI
(110) superlattices with a wide range of epitaxial layer thickness has been carried out.
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2. The tight-binding technique

The tight-binding eigenstates of a superlattice can be expanded as a linear combination of
atomic orbitals [14, 15]:

Ik, 1) = D (€, mo, klk, MIE, 1o, k) = ) Cea(k, MIE, 74, k) €Y
& £

where denotes the band index, afds a quantum number that runs over the basis orbitals
s, S, Py, Py, and p at the different types of site in a unit cell. TheN wavevectorsk lie

in the first Brillouin zone with the origin of théh unit cell at R;, andr, represents the
positions of the atoms in this unit celC:,(k, 1) is the eigenwavefunction, which can be
obtained by solving the Sobdinger equation:

Y & 7o, kIHIE 7o, k) — By (K)8ceSaar) €. . Kl 1) = 0. 2
&

In this paper, only the nearest-neighbour interactions are included. Therefore, we obtain
the following Hamiltonian matrix for (11-VI)/(1V2),, (110) superlattices:

(& 1o, KIHIE v, k) =

~H, Ve 0 U, O 0 U7
H U, 0 0 Ui, 0
H, V.. 0 Uk
H U, 0 0
Hy, Voo 0 Ui
H. U, 0 0
H, Vac 0 Uac
H, Uca 0 0

cc 0

H, Vac 0 Uac

Hy, Uca O

H, Vac

i H,
©)

where the total number of rows or columns of the Hamiltonian matrix i m, and

each element represents ax% matrix. The diagonal elementd, (¢« = a, b, and c)
correspond to intrasite energies, and the others contain the nearest-atomic interactions in the
same layer V,.) or between two neighbouring layerg,(,) perpendicular to the growth
direction. The superlattice consists of two different semiconductors labelled a and c for a
[I-VI semiconductor compound and A and C for the group IV semiconductor silicon or
germanium with a (110) interface. a and c are regarded as the anion and cation atoms
of the II-VI group compound semiconductor, while for convenience A and C are used
to distinguish two kinds of atom in silicon or germanium. b stands for the group IV
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semiconductor silicon or germanium. Therefore, all elements in the Hamiltonian matrix are
expressed as

E€© 0 0 0 0
EXY 0 0 0
Haqe) = ES© 0 0 4)
ES© 0
(c)
Euc
E' 0 0 0 O
E., 0 0 0
H, = E' 0 O )
E) 0
b
E[’
V(SqS)Pl 0 V(sa,pc) P2 _V(m,pc) Pl 0
0 0 V(s*a,pc) P2 _V(s*uﬁpc) Pl 0
Vae = - V(sc,pa) P, - V(X*C,p(l) P VP1 - V(x,y) Py 0 (6)
V(sc,pa) Pl V(x*c,pa) Pl _V(X,_V) P2 V(ny) Pl 0
0 0 0 0 Ve = VanlPr
V(s,s) P3 0 0 V(sa,pc) PS V(sa,pc) P4
0 0 0 v(s*a,pc) P3 V(x*a,pc) P4
Uy = 0 0 VP3 0 0 ©)

- V(sc,pa) P3 - V(s*c,pa) P3 0 V(x,x) P3 V(x,y) P4
L —VisepayPa —Visre.pa) Pa 0 Vic,y) Pa [V(x,X) + V(X,y)]P3

V(s,s) P5 0 0 - V(Sc,pa) P5 V(sc,pa) PG
0 0 0 —VieepaPs Visec,pa) Ps
Uy = 0 0 VPs 0 0 (8)
V(sa,pc) PS V(A‘*a,pc) P5 0 V(x,x)PS _V(x,y) P6
- _V(Sa,pc) P6 _V(.v*a,pc) PG 0 _V(x,y) P6 [V(x,x) + V(x,y)]PS
"~ V.o P1 0 V(S,p) P, —V(S,p) Py 0
0 0 Vi, p P2 =V Pa 0
VAC = —V(X,[,)Pg —V(S*,[,)PQ VP1 _V(x,y)PZ 0 (9)
VonPr ViepPr —VapnP2 Venh 0
L 0 0 0 0 Vi) — Vel Py
B V(X,S)Pg 0 0 V(X’p) P3 V(S'p) Py
0 0 0 Viphs Vis.p) Pa
Uac = 0 0 VP3 0 0 (20)
—V(s,p) P _V(x*,p) P3 0 V<x,X)P3 V(x,y)P4
L—Vi,nPs =V yPa 0 Ve yPa [View + Vel Pa
B V(J,J)P5 0 0 —V(S!p) Ps V(J,p) Pg
0 0 0 —ViopPs Viee.p) P
Uca = 0 0 VPs 0 0 (11)
VonPs  VipPs 0 VinPs —Vixy) Pe
L—VipnPe —ViepPs 0 —VuyPs [V + VinlPs
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Table 1. Tight-binding parameters (in eV) for bulk BeTe. The off-site matrix elements
(£, =55, p,, and p; a,¢’ = a, ¢) are written in the standard notation of Slater—Koster
approximation.

Visa, pe) 2.897

Visrapo 10871
Viep 4686
Vicrepa) 4247
Vis.s) -6.922
Ve 0.2147
Viey 4.013
E® —8.857
E° 1.590
E, 61.299
ES, 22.736
ES —0.2297
ES 3.997

where the following notation has been introduced (in the middle columns of the above six
matrices) for reasons of space:

VP1 = [V(x,x)+V(x,y)] Pl
VP3 = [V(xﬁx) — V(x’y)]Pg,
VPs = [Vixx) = Vie] Ps

and where we have

Plzi[exp(idkx_y) + exp(—idk;)] (12)
Py = “/Tﬁ[exp(idk”) — exp(—idk;,)] (13)
Py = %exp(idk;;) (14)
Py = “/TE explidkl) (15)
Ps = %exp(idk;y) (16)
Ps = ? explidk;) a7)
with
kL = V2(k £ k) (18)
kS = V2(k, £ ky) (19)
d=a/4 (20)

ay, is the average of the cubic lattice constants of the bulk 1I-VI compounds and the group
IV semiconductor Si or Ge.

The intramaterial matrix elements in the Hamiltonian can be formed uniquely by using
the corresponding bulk parameters. For the two intermaterial matrix elerbgptand
U, at the interface, a simple average of the bulk parameters has been used in the present
calculations. The bulk parameters are determined by fitting the first-principles calculation.
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Figure 1. The calculated planar average of the charge densities of the interface (dashed lines)
and the confined band-edge (solid lines) states aftard X points for a (BeTa}/(Si2)16 (110)
superlattice with an ideal interface.

Yamaguchi's formulae [16] have been adopted to yield self-consistent results at the X
point. These parameters are tested against some well established bulk results [17, 18].
For reference, we give the parameters used in our calculations for bulk BeTe in table 1.
Our parameters give the correct indirect gap of 2.95 eV and a correct order of conduction
I'-L—X for bulk BeTe. For the bulk materials Si and Ge we use the parameters given by
Vogl et al [19]. It should be noted that although only three digits are significant [19], we
reproduce the actual numbers used to generate the figures in order to eliminate any problem
with round-off errors.

3. Results and discussion

3.1. The localized state at the ideal interface

The planar averages of the charge densities of the XTankhnd-edge states are shown
in figure 1 and figure 2 for (BeTg)/(Siv)16 and (BeTe)s/(Ge)16 (110) superlattices with
ideal interfaces, respectively. At first we assume their valence band offsEfsto be
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Figure 2. The calculated planar average of the charge densities of the interface (dashed lines)
and the confined band-edge (solid lines) states aff taed X points for a (BeTa}/(Ge2)16 (110)
superlattice with an ideal interface.

1.03 eV (BeTe/Si) and 1.31 eV (BeTe/Ge) as given by Harrison’s theory [20]. Two clearly
localized interface state bands, well separated from each other, are found at the interfaces of
the BeTe/Si and BeTe/Ge systems, where the Be—Si and Te-Si bonds in the BeTe/Si system
appear equivalently to the Be—-Ge and Te—Ge bonds in the BeTe/Ge system. The interface
states appear over an extended regiok-Gjpace. Their relative positions are changed by
varying AE,, but they do not disappear from the gap for all possible valence band offsets
based on the band-structure calculations in the full Brillouin zone. We find that parts of the
interface band with higher energy are pushed into the conduction bands, in agreement with
the experimental consensus [21].

In addition, from figure 1 and figure 2, one can see that all of the band-edge states are
confined in the two dimensions—silicon or germanium wells respectively. We suggest that
this is due to the large band gap of BeTe which causes strong quantum confinement in the
small-gap layers—Si or Ge quantum wells. Therefore, it is reasonable to believe that these
states originate from those of group IV semiconductors via the zone-folding effects.

In order to check the influence of the interfacial chemistry, a pseudobinary
semiconductor alloy, $i,Gey,,, is used to allow there to be a continuous range of materials
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Figure 3. (a) The difference between the interface states and the confined conduction band-
edge states of the pseudobinary semiconductor allpy, Sie;., at some high-symmetry points,
wherel’ = I'C — T/ and X= X¢ — X!. (b) The fundamental energy gap and interface state,
shown as a solid line and a dashed line respectively, for a (BgT&)1—.Gei+.)16 (110)
superlattice with an ideal interface.
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Figure 4. The band gap#, of (BeTe),/(Si2).. (a) and (BeTg)/(Gez),, (b) (110) superlattices
as functions of the number of layets= m. The relative positions of the interface bafd are
also drawn. The zero of the energy is the valence band maximum of the superlattice.

parameters, tunable by changing the compositiofThe tight-binding parameters for bulk
SiGe alloy can be written as

E(A1-+B1yy) = (1 -x)EA) + (1+x)E(B))/2. (21)

Figure 3(a) shows the differences between the interface state and the confined conduction
band-edge state at some high-symmetry points obtained by continuously changing the



8062 Ligiang Zhu et al

compositionx, whereI' = ' — 'Y and X = X¢ — X!/. The fundamental energy gap
versus the composition is plotted in figure 3(b) as a solid line, and the interface state is
also drawn in the figure as a dashed line. For a fixed BeTe layermthl 6, the interface
state and the energy gap reach their local maxima concurrentty=a$. The tendencies

of the energy gap and the interface state position with variation of the compositoa
quite similar.

3.2. Band structure

The fundamental band gaps of the (BgJé¥i,),, and (BeTe)/(Ge),, (110) superlattices

with ideal interfaces are given as functionsmo& m in figures 4(a) and 4(b) respectively.
The interface stateg’ are plotted—dashed lines in figure 4—for both systems, where the
zero of energy corresponds to the top of the valence band. It is found that the lowest
transition is the indirec"-to-X one for all BeTe/Si superlattices, wheXeis near to the

X point. For the BeTe/Ge system, it is tHeto-M (n = m > 10) andI'-to-X ones

(n =m < 10).

The guantum confinement is most dramatic, as illuminated in figure 4, as the band
gap rises sharply on decreasing the superlattice period. However, it is found that the
fundamental band gaps of the (BeJ&Biy),, or (BeTe),/(Ge),, (110) superlattices do not
change significantly, as expected, on varying the BeTe layer thickness for a fixed number
of Si or Ge layers. Itis concluded that the Si or Ge layer thickness is crucial in determining
the fundamental gap of the BeTe/Si or BeTe/Ge superlattice.

1.6 T T T

15}, (BeTe)d(Si;,Gey,,)16(110) |

L4k 1
1.3} 4
12

11

ENERGY (eV)

1.0

0.9

0.8t I

0‘7 1 1 1
-1.0 -0.5 0.0 0.5 1.0

Figure 5. Energies at some high-symmetry points at ¥i@oint (solid line) and the M point
(dashed line) for a (BeTgy/(Sii—xGer+x)16 (110) superlattice with an ideal interface. The
lowest transitions are thB-to-M (x < 0.61) andI'-to-X (x > 0.61) ones.

Furthermore, figure 5 shows how the relative positions of the two minima of the valence
band at theX point (solid line) and M point (dashed line) change on varying the composition
x for the (BeTe)s/(Si1_Ger11)16 (110) superlattice, where the zero of energy corresponds
to the top of the valence band. From figure 5, one can see that the conductance band
minima of the (BeTe)/(Si1_.Ger,. )16 (110) superlattice are located at tKepoint while
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the compositiont is less than 0.61. However, as more germanium atoms are added into
the pseudobinary semiconductor alloy SiGe layer, the conductance band-edge energy at the
M point decreases more rapidly than that of theoint does, and when the composition

x is greater than 0.61, the conductance band minima are located at the M point. In other
words, the symmetry of the conductance band changes at anoaen@61.

4. Conclusion

A detailed investigation of the interfacial chemistry, electronic structure, and optical
transition in the (1I-VI),/(IV),, (110) superlattice has been performed for a wide range of

n, m < 20 by using a semiempirical tight-binding method. Two empty interface bands are
identified in the upper region of the gap in the superlattice systems, which extend over a quite
different region ofk-space. It is found the SiGe layer plays a dominant role in determining
the fundamental gap of the superlattice system due to the strong quantum confinement
effect. For valence band discontinuities aff, = 1.03 eV for the BeTe/Si superlattice

and AE, = 1.31 eV for the BeTe/Ge superlattice, as given by Harrison’s theory, the band
gap between the confined band-edge states increases sharply (up to 2.11 eV for BeTe/Si
and 1.93 eV for BeTe/Ge at thé point for n = m = 2) on the superlattice period being
decreased. By checking the electronic structure of Be1e/Gig , with the compositionc
changing from-1 to 1, we found that the electronic and interfacial properties are different to
those of 1I-VI compounds grown on pure group IV semiconductors, but fairly close to their
average in all cases. Our calculation shows that behaviour of the interface states of these
calculated systems appears to undergo no major change within the range of composition
x examined. The results presented in this work should establish an understanding of the
fundamental electronic properties of the superlattices fabricated from 11-VI and group IV
semiconductors.
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