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ELECTRIC-FIELD DEPENDENCE OF ELECTROREFLECTANCE AND PHOTOCURRENT '_.f "
SPECTRA AT VISIBLE WAVELENGTHS IN MOVPE-GROWN InAIGaP MULTIPLE

STRAINED QUANTUM-WELL STRUCTURES

I. J. FRITZ, O. BLUM, R. P. SCHNEIDER, Jr., A. J. HOWARD AND D. M. FOLLSTAEDT,
Sandia National Laboratories, Albuquerque, NM 87185

ABSTRACT

We present electric-field dependent electroreflectance and photocurrent spectra of visible-

bandgap Inx(AlyGal_y)l.xP/Inx,(Aly,Gal.y,)l_x,P multiple-quantum-well (MQW) structures.
These structures, grown by metal-organic vapor phase epitaxy on 6°-misoriented (100) GaAs
substrates, have undoped MQWs sandwiched between doped In0.5AI0.5P layers, forming p-i-n
diodes. Quantum-weU compositions in the range 0.46_.x<0.52 and 0<y<0.4, corresponding to
bandgaps in the red to yellow-green range, were used. The Stark shifts in these various samples
were measured and found to depend on the details of the Mg p-type doping profile, confirming
important diffusion effects, in agreement with secondary ion mass spectrometry and capacitance-
voltage data. Our results show that these new materials are promising for visible-wavelength
optical modulator applications.

Materials from the InAIGaP system grown on GaAs substrates have potential optoelectronic
applications at visible wavelengths in the green to red range. Recent successful development of
vertical-cavity surface-emitting lasers 1 and resonant-cavity light-emitting diodes 2 suggest that
vertical-cavity electro-optic modulators 3 should also be feasible with these materials. Optical
modulators generally operate from the large near-bandgap changes of absorption and refractive
index induced by electric fields in quantum-well structures (i.e., the quantum-confined Stark
effect,4 or QCSE), but field effects in InA1GaP heterostructures have not been studied yet. It is
not obvious whether material optimized for emitters will be suitable for modulator applications.
While high-temperature and off-axis growth have eliminated sublattice ordering, 5 these materials
still have nano-scale compositional variations, as seen in transmission electron micrographs. 6
Furthermore, issues of dopant incorporation and diffusion in these materials have only recently
begun to be addressed and are crucial for modulator development.

The conditions of our low-pressure MOVPE growth have been described previously. 5 To
minimize sublattice ordering, we grew at 775 °C on GaAs substrates misoriented 6° from (001)
towards the nearest {111}A. A schematic of our samples is given in Fig. 1. The 0.5-l.tm thick

active regions consist of 25.5 periods of nominally undoped Inx(AlyGal_y)l_xP/
Inx,(Aly,Gal_y,)l_x,P multiple quantum wells (MQWs). Surrounding the active regions are n-
and p-(ype cladding layers of InAIP (lattice matched to the GaAs substrate). The lower cladding
layers are 0.6 ;_tmthick, doped to 2x1018 cm-3 with Si, while the upper ones are 0.2 lam thick,
doped to 8x 1017 cm-3 with Mg.

In Table I we give more details of the four individual samples (A-D) studied here.
Sample A has tensilely strained (0.3%) In0.46Ga0.54 P quantum wells and compressively strained
(0.3%) In0.52(A10.7Ga0.3)0.48P barriers. SampleB has compressively strained
In0.52(AI0.4Ga0.6)0.48P quaternary quantum wells and tensilely strained
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In0.46(AI0.7Ga0.3)0.54P barriers. Samples C and D
p+ Ai_GaAs cap have unstrained layers of In0.49Ga0.51P and

p Ino.sAl0.5P cladding In0.49(AI0.5Ga0.5)0.51P in their MQWs. These
samples are identical except that sample D has a

_-5_ nominally undoped setback layer, 100 nm thick,i lnAlGaPsuperla_tice __
adjacent to the MQW region in the upper cladding
layer. This setback layer was included to reduce

n Ino.5AIo.sPcladding possible Mg diffusion into the MQW region. We list
the bandgap wavelengths of our four samples, as

n. GaAs substrata determined from room-temperature photo-

_,_....._--_ luminescence, in the last column of Table I. The
bandgaps span the range from red (640nm) to
yellow-green (583 nm).

Fig. 1. Schematic of the quantum-well Sample A was studied by <011> cross-section
structures studied, transmission electron microscopy (TEM). The

diffraction pattern showed no evidence of sublattice
ordering, consistent with the high growth temperature

and misoriented substrate. Diffraction from the MQW superlattice was observed and yielded a
periodicity in agreement with the target values of Table I. The TEM images show an irregular
wavy contrast on a scale of-10 nm- 100 rim, as seen in Fig. 2. The exact origin of this structure
is not known, but is likely due to compositional variations, e.g. a spinodal-like decomposition. 6

Mesa-isolated devices were fabricated with standard photolithographic techniques, with a
H3PO4:H202:H20 (1:4:45) etch for the GaAs/AIGaAs cap layer, followed by an
H3PO4:HCI:H20 (10:5:3) etch for the phosphide materials. 7 Rings of Ti/Au contacted the p-
type GaAs cap layers and GeNiAu contacted the substrate side of the wafers. Electroreflectance
(ER) spectra were taken at room temperature at various de bias levels with a 0.4-V peak-to-peak
square wave voltage modulation superimposed. Spectra were taken at 0.5 V intervals between
1 V and -1 V applied de bias, and at 1 V intervals between -1 V and -7 V (samples A and B) or
-8 V (samples C and D). Where 1 V intervals were employed, linearly interpolated spectra were
generated at 0.5 V intervals to smoothen the appearance of surface and contour plots of the data.
Room-temperature photocurrent (PC) spectra as a function of bias were obtained using chopped
light to reduce noise caused by voltage fluctuations.

A two-band envelope-function calculation was used to predict the energies of the various

Table I. Structural and compositional parameters for the present samples, along with
the band-gap wavelengths determined from room-temperature photoluminescence.

Quantum well Barrier p-doping
x y dw x' y' db setback Bandgap

Sample (nm) (nm) (nm) (nm)

A 0.46 0 10.6 0.52 0.7 9.4 0 630
B 0.52 0.4 9.4 0.46 0.7 10.6 0 583
C 0.49 0 10.0 0.49 0.5 10.0 0 640
D 0.49 0 10.0 0.49 0.5 10.0 100 640
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this sample shows a slow depletion with bias voltage and a relatively high background doping
level (-3xl016cm-3). The presence of possible space charge regions in the sample makes
estimates of the electric field at various bias voltages somewhat uncertain. Nevertheless, the
overall trend in the position of the bandgap with bias agrees with our calculations and
demonstrates that a strong QCSE can be achieved in InA1GaP quantum-wells. Figure 5b gives
the results on sample B, which has quaternary quantum wells and demonstrates that a significant
Stark shift can be observed (587 nm to 596 nm with 7 V of reverse bias) at yellow-green
wavelengths despite rather shallow quantum wells.

The ER contours for sample C are shown in Fig. 6a. The Stark shift of-15 nm (44 meV) is
clearly visible. Figure 6b illustrates the results from sampleD. This sample is identical to
sample C, except for the doping setback, but the bias dependence of its ER spectrum is
significantly different, with a total Stark shift of only -5 rim. The striking difference between
samples C and D reflect the importance of background doping and dopant diffusion in our p-i-n
diode structures. 12 The Mg doping profiles obtained from secondary ion mass spectrometry
(SIMS) in sample C show a Mg doping tail extending -150 nm into the MQW region. Although
this doping tail causes some electric field inhomogeneity in the MQW, the C-V profile shows
that -400 nm of the MQW (i.e., 80% of the total thickness) is depleted at 0 V bias, so that large
fields are present at reverse biases, explaining the achievement of large Stark shills.

In contrast, the SIMS results on sample D show no Mg tail in either the setback layer or the
MQW, but instead a higher, nearly constant Mg background (-2xl016cm "3) in these regions.
The C-V profile shows a very slow depletion with bias, requiring -3 V for significant depletion.
In addition, the capacitance has an anomalous frequency dependence, suggesting possible slow
charge transport in the structure. These C-V anomalies may be related to the different
background doping levels in the cladding and superlattice regions, which remain to be
characterized. For example, a large n-type background in the cladding layer could produce a
potential barrier opposing the applied bias field, thereby explaining the lack of a uniform field and
the resultant small Stark shill.

In summary, we have studied electric-field effects in a variety of InAIGaP quantum-well
structures including structures with quaternary quantum wells and structures with strain in both
quantum-well and barrier layers. Our results show that well-defined Stark shills can be observed
in samples with bandgaps in the red to yellow-green wavelength range. Background doping and
dopant diffusion effects have been observed with SIMS and C-V profiling and generally correlate
with degradation of the Stark effect. Our results demonstrate that InAIGaP materials are
promising candidates for optical modulator devices at visible wavelengths.
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