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Abstract. Nine quaternary (Al,Ga,In)—(P,As,Sb) semiconductor compounds lattice matched to
InP are investigated theoretically. Direct bandgap, refractive index5&t/dm wavelength, and
thermal conductivity are calculated as a function of the composition. These material properties
are important, e.g. in distributed Bragg reflectors of vertical-cavity lasers. The alloy systems
AlGaAsSh, AlGaPSb and GalnPSh are found to promise better performance of those mirrors
than the common InGaAsP system.

1. Introduction

Semiconductors that are composed out of elements from the third group (Al,Ga,In) and the
fifth group (P, As, Sb) of the periodic system are key materials for optoelectronic devices.
Those compounds exhibit the zinc-blende type crystal lattice and a variety of materials can
be achieved by mixing elements of the same group within the lattice. Most common is
Galni_PyAs;_, (x =0,...,1,y=0,..., 1) whose material properties have been widely
investigated [1]. The compositional plane, §) of those quaternaries includes four binary
alloys (forx andy = 0 or 1) and four ternary alloys (for or y = 0 or 1). In general,
material properties vary considerably with compositian)() and interpolation schemes
have been developed using measured data of binary and ternary compounds.

The variety of material properties accessible with 11l-V semiconductor compounds can
be employed in the design of advanced optoelectronic devices. A key component of some
of those devices are highly reflective stacks of two alternating materials having different
refractive indices and low absorption. If each layer thickness equals a quarter of the light
wavelength, the Bragg condition of maximum reflectivity is fulfilled. Such distributed Bragg
reflectors (DBRS) can exhibit more than 99% reflectivity. DBRs are utilized, e.g., in vertical-
cavity surface-emitting lasers (VCSELS) [2]. Those mirrors are required to combine several
important physical properties: high difference in the refractive index of the two layers,
low absorption, and high thermal conductivity to minimize laser heating. In our case of
semiconductor DBRs, high electrical conductivity that is restricted in the perpendicular
direction by the difference of the electron bandgaps of both materials is also desirable.
This problem can be solved by compositional grading or by suitable doping profiles at the
interfaces [3].

Currently, some efforts are directed towards employing a wider range of IlI-V
semiconductor alloys within DBRs. A target light wavelength i85lum that is used

1 Also at Institute of Technology, 1zmir, 35230, Turkey.
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for long distance optical communication. The operation d51um VCSELs using
GalnPAs/InP DBRs is restricted to low temperatures and alternative DBR materials are
highly desirable [4]. In the present paper, we investigate the whole compositional range
of quaternary (Al,Ga,In)—(P,As,Sb) compounds that are lattice matched to InP, which is
the most common substrate material fob3 um devices. Table 1 gives the lattice match
condition y(x) for alloys under consideration. We focus on three key properties of these
compounds to find suitable compositions for DBR mirrors: the direct bandggghe
refractive index: at 155 um wavelength, and the thermal conductivity

Table 1. Lattice match conditions(x) of IlI-V compounds to InP.

No Alloy Matching conditiony
1 Al,Ga_(P,Sb_, (0.227+ 0.04Qx)/(0.645+ 0.04Qx)
2 Al Ga_As,Sby_, (0.227+ 0.040x)/(0.443+ 0.033v)
3 AlLGalni_,_,As (0.189+ 0.398x)/0.405
4 AliIng_,P,As;_, (0.189— 0.398x)/(0.189+ 0.020Qx)

5 AlIn_,P,Sh_,  (0.610— 0.343x)/(0.610+ 0.075r)

6 Alln;_,As,Sb_,  (0.610— 0.343)/(0.421+ 0.055¢)

7  APAs,Sb_,,  (0.267— 0.685x)/0.058

8 Galnp_PAs;_,  (0.189— 0.405x)/(0.189+ 0.013v)

9 Galn_P,Sh_,  (0.610— 0.383)/(0.610+ 0.035r)
10  Galni_,As,Sb_,  (0.610— 0.383r)/(0.421+ 0.022x)
11  GaRAs,Sh,,  (0.227— 0.645r)/0.443

2. Theoretical models

Because of the random distribution of elements from the same group within the alloy
lattice, exact calculations of material parameters are hardly possible. Instead, material data
of quaternary alloys @) are predicted by interpolating known binar)(or ternary )

alloy data. Linear interpolation

Ofnx,y) =xyBac +x(1—y)Bap + (L —x)yBpc + (1 —x)(1 — y)Bgp (1a)
for compoundsA, B1—.Cy D1, Or
Qpo(x.y) = xBag + yBac + (1 —x — y)Bap (1b)

for compoundsAB,C,D;_._, is well established for calculating the lattice constant
(Vegard's law) and equations (1) are used to determine the lattice matching conditions
given in table 1.

For the thermal resistivityy = k2, the approximate interpolation scheme [5] includes
bowing contributionsQpon that are added to the corresponding linear formufag in
equations (1),

Opow®,¥) = —x(L—x) [yCABC +@1- y)CABD] —y@A = y)[xCacp + (A —x)Cpcp]
(28)

Obow(x, ) = =xyCapc = x(L = x = »)Capp — y(L —x = y)Cacp (2b)
employing bowing parametels that are obtained for ternary compounds

Tapc(x) =xBap + (1 —x)Bac +x(x — 1D Cypc. (3
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In our paper, the bowing parametéris negative, if alloying causes larger valu@sor
T than observed in binary material8), All binary and bowing parameters used in our
calculations are listed in section 3.
In the case of the direct bandgap &d the spin-orbit valence band splitting (required
to calculate the refractive index), the interpolation formulae are usually written as [6]

0“(x,y) = [x(1 = )[yTapc(x) + (1 = ) Tapp ()] + y(1 = M[xTacn(y)
+(1 =0 TsepMNx@ = x) +y(@ =] ™ (42)
_ xyTapc(u) + y(1 —x — y)Tacp() + x(1 —x — y)Tagp(w)

b
Q. = xy+yd—x =y +xd-x-y) “

with

u=01-x+y)/2 v=02—x—2y)/2 w=2—-2x—y)/2
(equation (18a) of [6] has been corrected). The direct bandfgaphould not be smaller
than the photon energy of 0.8 eV to avoid strong absorption.

The refractive index of quaternary materials for photon energiedelow the direct
bandgapE, can be expressed by [1]

EO 15
n= \/A|:f(x0) + OS(EO i AO) f(xos)] +B (5)

with

S (x0) =x52<2—\/1+xo—\/1—x0)

f(xos) = xo—SZ (2 - \/l + Xos — \/l - xos)
xo = hw/Eg Xos = hw/ (Eo + Ao)

(equations (8.23a) and (8.23b) of [1] have been corrected). The material pararmeteds

B are linear interpolations of binary data obtained from measuremérgsies the strength

of the Eq and Ep+ Ag transitions andB takes into account non-dispersive contributions from
higher-energy transitions. Equation (5) is known to slightly overestimate the refractive index
for photon energies close tBy, but the investigated:, range will be restricted anyway

to ensure low absorption (see below). With higher p-doping, intervalence band transitions
might occur at 155 um and may cause deviations from the calculated values.

It should be noted that equations (1) and (2) give the same results as equations (4) only
for ternary (or binary) endpoints of the compositional range of each quaternary compound.
Equations (4) seem to be more appropriate when using bowing paranetdrsined for
ternary compounds. However applying equations (4) to the thermal resistrasdivers
guaternary data that are maximum for ternary endpoints of quaternary compositions, in
disagreement with experimental observations.

3. Material parameters

Table 2 summarizes all binary material parameters used. Binary lattice constants and energy
data are obtained from [7]. Refractive index parametei@nd B are given in [6] and [8],
except the values of AIP that have been extrapolated. Thermal conductivities are published
in [5], only the value of AIP is taken from [9].

Table 3 displays all ternary bowing parameters that are employed in our calculations.
Energy bowing parameters of most ternary alloys of interest are found in [7]. For AIPSb
and GaPSb( (Ey) is fitted to measurements [10] aitf Ap) is interpolated. The bowing
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Table 2. Binary material data used in the calculations, (attice constant;Eg, direct
bandgap;Ao, spin-orbit splitting;A, B, refractive index parameters in equation (6)thermal

conductivity).

Binary a (A) Eo(eV) Ag(eV) A B © (Wem 1 K1)
AP 5.451 3.58 0.07 2410 —2.00 1.30
AlAs 5660 2.95 0.28 25.30 —0.80 0.91
AISb 6136 2.22 0.65 59.68 —9.53 0.57
GaP 5.451 2.74 0.08 2225 090 0.77
GaAs 5.653 1.42 0.34 6.30 9.40 0.44
GaSb  6.096 0.72 0.82 405 1266 0.33
InP 5.869 1.35 0.11 8.40 6.60 0.68
InNAs  6.058 0.36 0.38 514 1015 0.27
InSb  6.479 0.17 0.81 7.91 13.07 0.17

Table 3. Bowing parameterg’ of ternary compounds as used in the calculatiGn€ (W) data
from measurements).

Alloy C(Eo) C(Ap) CW)

Al(As,Sb) 0.840 015 —65.0
Al(P,Sb) 3560 0.00 —101.0
AP,As) 000 000 -390
Ga(As,Sb) 1.200 0.60 —63.0
Ga(P,Sb) 2558 0.00 -91.0
Ga(P,As) 0210 000 -21.6
In(As,Sb) 0580 120 —80.0
In(P,Sb)  1.300 0.75 —115.0
In(P,As) 0280 0.10 -34.0
(ALGa)P  0.000 0.00 —30.0
(AP 0.000 0.00 —77.0
(GaJmP 0790 0.00 -19.9
(AL,Ga)As 0370 000 —30.0°
(Alln)As 0700 015 —80.0
(Galn)As 0380 0.15 -—78.8
(AlL,Ga)Sb 0470 030 —34.0
(ALln)Sb  0.000 0.00 -88.0
(GaJn)Sb 0420 0.00 -68.0

parameter of the thermal resistivity(W) has been measured for few ternary compounds
only (marked withx) [5]. All other values ofC(W) are obtained by fitting equation (3)

to results of the theoretical model of [11], further measurements are recommended for
verification.

4. Results

For the eleven compounds of table 1, the direct bandgig) has been calculated and it

is larger than the target photon energy of 0.8 eV in most cases. As sabf &xproaches

0.8 eV, interband absorption occurs which strongly reduces the DBR reflectivity. To prevent
this absorption, a minimum ‘allowed’ energyy(x) of 0.9 eV is assumed that considers
wavelength deviations as well as bandgap narrowing effects. This condition restricts the
compositional range investigated and it excludes (10) GalnAsSb and (11) GaPAsSb of
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Figure 1. Calculated direct bandgaly as a function of the compositionfor quaternary I1l-V
compounds lattice matched to InP (using numbering in tables 1 and 4). Measured data of (3)
AlGalnAs [0 [12], (8) GalnPAsA [13] and (1) AIGaPSKO [22] are given for comparison.
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Figure 2. Calculated refractive index values at5% um wavelength as a function of the
compositionx (using numbering in tables 1 and 4). Measured data of (8) GalnPst, 15],
(1) AIGaPShO [22], (2) AlGaAsSh¢ [21] and InPe [16] are given for comparison.

table 1 from further consideration (the numbering in tables 1 and 4 is used to identify
the corresponding quaternary alloy). The resulting direct bandgaps are displayed in
figure 1 for the remaining nine compounds. It should be mentioned that some of these alloys
are indirect semiconductors, but the transition cannot be clearly marked due to insufficient
data for the indirect bandgap. In figure 1, measured bandgap energies show good agreement.
Figure 2 depicts the calculated refractive index values.%6 &m wavelength. For the
purpose of comparison, a few available experimental refractive index values are indicated
and they are close to the calculated results.
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Figure 3. Calculated thermal conductivity as function of the compositiofusing numbering
in tables 1 and 4). Measured data of (8) GalnRA§L7] are given for comparison.

For the IlI-V compounds of interest, the resulting thermal conductivities are plotted
in figure 3 in the range of low values. Only those compositions close to the binary InP
exhibit a strong increase df towards the InP value of.68 W cnt? K~ (not shown).
Ternary and quaternary alloys are known to exhibit very small thermal conductivities due
to disorder scattering of phonons. Towards the endpoints of the compositional ranges, less
alloying elements are present, resulting in higher thermal conductivities. Measured data of
guaternaries are only available for (8) GalnAsP [17] and show good agreement with the
interpolation.

5. Discussion

Table 4 summarizes the results at the endpoints of the investigated compositional range
for each compound. Large refractive index differences are the first criterion in selecting
materials for DBRs. According to table 4, the strongest variation within one compound
occurs for (2) AlGaAsSbAn = 0.50), followed by (1) AlGaPSbAnr = 0.46) and (9)
GalnPSb An = 0.44). The common alloy (8) GalnPAs shows a variatiomaf = 0.31 in
agreement with measured data [18]. In all these cases, larger differences seem to be possible
with Eg(x) < 0.9 eV, approaching one of the three ternary compounds that exhibit high
refractive indices: (2) GaAsSb, (1,9) GaPSb or (8) GalnAs. However, all three ternaries
have direct bandgaps close to or even below the photon energy of 0.8 eV, hence strong
band-to-band transitions would limit the reflectivity. In table 5, experimental results on
155 um DBRs are compared to the calculated power reflectatge [19] of lossless
guarter-wavelength multilayer stacks using refractive index values of our analysis. Such
comparison is difficult since real DBRs can be expected to exhibit some absorption as well
as some deviation from ideal layer thicknesses. The examples of table 5 are discussed in
the following. (1) GaPSb/AIPSb DBRs [10] reach 99% reflectance using only 20 pairs
of mirror layers. The agreements with our estimation is quite good since the bandgap of
AIPSh is still above the photon energy. Measurements on (2) AlGaAsSb DBRs [20, 21]
show high reflectances in good agreement with our calculations as far as ternary alloys with
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Table 4. Endpoint data from graphs in figures 1-3.

No Alloy X y Eo n K

1 AlGaPSb 0.02 035 091 3.61 0.046
100 040 191 315 0.039
2 AlGaAsSb 0.05 052 091 3.65 0.062
100 056 242 315 0.057
3 AlGalnAs 009 0.37 090 350 0.050
047 000 142 325 0.045
4 AlInPAs 0.00 100 135 3.17 0.680
0.47 000 142 325 0.044
5 AlinPSb 0.00 100 135 3.17 0.680
0.47 000 142 325 0.045
6 AlInAsSb 0.48 1.00 142 325 0.045
100 056 242 315 0.057
7 AIPAsSb 0.00 056 242 315 0.057
040 000 192 315 0.039
8 GalnPAs 0.00 100 135 317 0.680
036 021 090 348 0.072
9 GalnPSb 0.00 100 135 3.17 0.680
098 037 090 3.61 0.046

Table 5. Comparison of experimental and calculated DBR mirror reﬂectaﬁcsg“", minimum
direct bandgap).

No  DBR Alloys No of pairs  Rexp(%) Real(%) EDN(eV)
1 GaR 35Sy 65/AIPo.4Shy 6 20 99.0 99.8 0.85
2 GaAg 515k 49/AlAS 565k 44 8} ~ 80 94.3 0.78
2 Alo1Gay 9ASo 5185h 482/ AlAS056Shas 153 95.3 97.9 1.01
8 Gay.47Ing 53As/InP 20 98.0 99.7 0.75
8 Gay.37In0.63P0.202AS0.798/INP 45 99.9 99.9 0.90
20 92.5 97.5 0.90
10 80.0 84.2 0.90

low bandgaps are omitted. Bandgapg below the photon energy 0.8 eV cause a strong
reduction of the DBR reflectivity due to interband absorption that is not included in our
calculation (see second row in table 5). Interband absorption at photon energies near the
bandgap can be reduced by high n-doping [23]. This Burstein effect has been used in (8)
InGaAs/InP DBRs [25] employing n-doped InGaAs with a calculated bandgap of 0.75 eV,
but at very high n-doping levels, free carrier absorption may dominate and hence limit the
reflectivity. The effect of p-doping on the absorption is the reverse of that of n-doping: it
tends to increase near band-edge absorption due to the impurity bands which form at the
acceptor level [24]. For comparison, some results with the common DBR alloy system
(8) GalnPAs/InP are listed at the end of table 5 [26]. Because of the low refractive index
difference, large numbers of mirror pairs are required to obtain reflectances above 99%.
Those thick DBRs are difficult to manufacture.

No measurements on (9) GalnPSh DBRs, the third material system withthighave
been found so far. GaPSb/InP DBRs would not only have a high refractive index difference,
but also a relatively high lateral thermal conductivity because of the binary InP layer
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involved. DBRs of AlGaAsSb and AlGaPSb without a binary layer are expected to exhibit
very low thermal conductivities (see figure 3). Combinations of high index compositions
(low x) of both quaternary systems with InP would hardly reduce the reflectivity but increase
the thermal conductivity, but interdiffusion of specific elements within those combinations
might limit the DBR performance.

6. Summary

The direct bandgap, the refractive index ab3lum, and the thermal conductivity of
(Al,Ga,In)—(P,As,Sb) quaternary compounds on InP are calculated using interpolation
schemes. The compositional range of those compounds has been restricted to allow only
bandgaps above 0.9 eV and to avoid considerable absorptiosbat th wavelength. Largest
variations of the refractive index are found within the systems AlGaAsSb £ 0.50),
AlGaPSb An = 0.46), and GalnPSbAn = 0.44) that promise higher reflectivities

of thin DBR mirrors than the common GalnPAs systemn(= 0.31). The thermal
conductivity of most quaternary and ternary compounds is calculated to be very low (0.02—
0.06 W cntt K1), except for those compositions that are close to InBgQV cnTt K—1).

It seems to be advantageous to combine high index compositions of the above-mentioned
alloys with InP to achieve mirrors with higher lateral thermal conductivity. Besides those
compounds that have already been investigated experimentally, GalnPSb is identified as a
new target material for DBRs at35 um wavelength.
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