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Selective Exciton Formation in Thin GaAs/Al,Ga; — x As Quantum Wells
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We demonstrate experimentally that the exciton luminescence rise times in GaAs/Al,Ga;-xAs quan-
tum wells oscillate as a function of laser excess energy. We interpret these results as the occurrence of a
selective optical-phonon assisted exciton formation. Experiments on doped quantum wells confirm our

exciton formation model.

PACS numbers: 78.55.Cr, 73.20.Dx, 78.66.Fd

Exciton spectra of the photoluminescence and photo-
conductivity of various semiconductors are well known to
exhibit oscillatory behavior [1-9]. Since optical excita-
tion gives rise to the direct generation of excitons or to
free electrons and holes, the origin of these oscillations
arises from the relaxation of either hot carriers [2,5,8] or
hot excitons [1,3,4,6,7]. The oscillation directly reveals
whether the relaxation of photogenerated carriers is dom-
inated by hot excitons (Awro) or hot carriers [Awio(1
+mg/mj*)]. The creation of hot excitons with high mo-
menta is an indirect process in which the large exciton
wave vector is compensated for by the wave vector of a
simultaneously created phonon. In II-VI semiconductors
this indirect exciton formation process is dominant due to
the large electron phonon coupling [1,3,4,6]. In II-V
semiconductors no hot exciton effects have been reported
and the observed oscillations were attributed to the relax-
ation of hot electrons [8,10] or resonant capture of hot
electrons [11]. In this situation the dynamical properties
of the excitons are governed by subsequent carrier cool-
ing, exciton formation, and exciton relaxation.

The larger exciton binding energy in quantum wells
with regard to bulk reduces the redissociation probability
of the hot excitons and thus enhances the hot exciton re-
laxation effects. In II-VI quantum wells the creation of
hot excitons at high momentum and their subsequent re-
laxation by LO-phonon emission has been demonstrated
using picosecond time-resolved luminescence spectroscopy
{12,13]. In III-V quantum wells no hot exciton effects
have been observed [14] in spite of the larger exciton
binding energy. Only in a coupled GaAs-(Al,Ga)As
quantum-well system, where the relaxation rates could be
modified by the tunneling through the barrier between
the wells, hot exciton effects have been observed [15].
However, the question whether the exciton dynamics in
ITI-V quantum wells are dominated by the direct forma-
tion and relaxation of hot excitons or by the relaxation of
hot carriers with subsequent exciton formation and relax-
ation has not been clarified.

The dependence of the exciton luminescernice on the en-
ergy and momentum of the participating electron and
hole provides information about the dominant mecha-
nism. For excitation energies below the band edge the re-
ported dependence of the luminescence rise time on the
photon energy was attributed to exciton relaxation effects
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[16-19]. From the fast initial rise of the photolumines-
cence for small excess energies exciton formation times of
< 20 ps were deduced [16,18] and a time-resolved study
on an asymmetric double quantum well [20] provided an
exciton formation time of 14.4 ps. For photon energies
exceeding the electron-heavy-hole band edge no depen-
dence of the luminescence rise times on laser energy has
been observed [16-18]. From the absence of an enhance-
ment of the excitation formation for a laser energy of one
LO-phonon energy larger than the exciton state, it was
assumed that the formation of excitons was dominated by
the emission of acoustic phonons [16]. However, no
theoretical or experimental study is available which
disentangles the various mechanisms of exciton forma-
tion.

A possible dependence of the exciton formation process
on the laser energy is difficult to observe, since variations
in the exciton formation time of < 20 ps are very small in
comparison with the reported luminescence rise times of
400 ps [16-19] for wide quantum wells. These long rise
times were attributed to the migration of excitons to-
wards the lower energy positions in an inhomogeneous
quantum well by emission of acoustic phonons [17], the
intrinsic relaxation of excitons [16], and a drift-diffusion
model driven by potential fluctuations in the quantum
well plane [21]. By narrowing the quantum wells the
slow exciton relaxation process can be enhanced substan-
tially due to a decrease of the acoustic phonon scattering
time, which varies linearly with the well width [22].
Furthermore, with increasing excitation density the rise
times are reduced as a result of electron-exciton and
exciton-scattering [16,18,19]. By calculating the
broadening of the electron and hole distributions during
the initial LO-phonon cascade, we obtained that an exci-
tation density of 5x10'% cm ~2 still gives rise to a spectral
distribution of a few meV for the electrons.

In the present study we have investigated the lumines-
cence rise times of thin (26 A) GaAs/AlGaAs quantum
well structures as a function of laser energy. The alumi-
num fraction in the AlGaAs layers is 0.3 (sample A) and
0.4 (sample B). For both aluminum fractions the quan-
tum wells contain one electron bound state, one light-hole
bound state, and two heavy-hole bound states. The exci-
ton formation process has been studied by subpicosecond
time-resolved luminescence experiments using an up-
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FIG. 1. Time evolution of the exciton luminescence of sam-
ple A at the spectral peak (1.705 eV) for two different excita-
tion photon energies. The experiments were carried out at
T =8 K with an excitation density of 5x10'cm ~2 in the quan-
tum wells. The fitted curves, which are plotted as a solid and a
dashed line, provide luminescence rise times of 27 and 32 ps for
the laser energies of 1.892 and 1.877 eV, respectively.

conversion light gate. In this up-conversion technique the
luminescence excited by a short laser pulse (0.6 ps) is
mixed with the laser itself in a nonlinear crystal to gen-
erate the sum or difference frequency radiation, providing
time resolution comparable to the laser pulse. The time-
resolved experiments have been carried out at 7=8 K at
an excitation density of 5x10'% cm 72 with laser energies
lower than the barrier band gap. Our spectral window is
determined by the phase-matching conditions in the non-
linear crystal and is limited to 2 meV. As a result we can
only monitor the time-resolved behavior of the central
part of the exciton luminescence peak.

In Fig. 1 the time evolution of the exciton luminescence
of sample A after excitation with a subpicosecond laser
pulse is shown for laser energies of 1.892 and 1.877 eV,
which are both beneath the barrier band gap of sample
A. For the different laser energies rise times of 27 and
321 ps have been obtained, respectively. It should be
noted that in the literature the rise time is often defined
as the time for the luminescence to reach its maximum
value [16,18], while we obtain our rise times from an ex-
ponential fit. In order to compare our rise times with re-
ported values, they should be multiplied by a factor 3.
For a quantum well width of 26 A and an excitation den-
sity of 5%10'% cm ~2 the exciton luminescence reaches its
maximum value around 100 ps, in agreement with the re-
sults of Eccleston er al. [18], and becomes sensitive to the
exciton formation time. This enables us to investigate the
dependence of the exciton formation process on laser en-
ergy. Figure 2 shows the dependence of the exciton
luminescence rise times on laser energy in the interval
1.92-2.00 eV for sample B. We observe an oscillating
rise time of the exciton luminescence with a period of
nearly 20 meV and a difference in amplitude of about 12
ps. Such an oscillating rise time has also been observed
in sample A with the same periodicity.

Oscillations as a result of hot exciton relaxation would
appear with a constant oscillation period of 36.8 meV.
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FIG. 2. Exciton luminescence rise times (®) at 7=8 K as a
function of excitation energy of sample B (x =0.4). The excita-
tion density amounts to 5x10'% cm 72, Oscillations between 25
and 40 ps in the exciton luminescence rise times are observed
with a periodicity of about 20 meV. The solid line is a guide to
the eye.

The decreasing period of the observed oscillations in Fig.
2 with increasing laser energy definitely indicates that hot
exciton relaxation can be excluded as an explanation for
the observed resonances. Furthermore, the resonances
cannot be attributed only to hot electron effects [8] which
should give rise to a constant oscillation period of 42
meV. The observed oscillating behavior strongly suggests
that the exciton formation process of free electrons and
holes is sensitive to the positions in momentum space of
the electrons and holes after the initial LO-phonon cas-
cade.

In order to find out whether such a concept of “sensi-
tive spots” is realistic in our experimental conditions we
have performed a series of Monte Carlo simulations [23].
The comparison between the calculated and observed
structure in the luminescence rise time directly reveals in-
formation about the dominant exciton formation mecha-
nism, the relevant conditions for energy and momentum
(i.e., energy and momentum conservation and relative ve-
locity of the participating electron and holes), and the
role of carrier-carrier scattering during the LO-phonon
cascade. In order to obtain the positions of the electrons
and holes in their subbands after photoexcitation and
during exciton formation we have used the dispersion re-
lations of the various subbands in momentum space as
calculated by means of an empirical pseudopotential
method by Cuypers and van Haeringen [24]. After exci-
tation both the electrons and holes will relax by means of
a LO-phonon cascade until they are within one LO-
phonon energy from their subband minima. The light
holes will subsequently scatter to the heavy-hole subband,
which process is still being fast due to the large density of
states connected with the heavy-hole effective mass.

In Fig. 3 we compare the position of the photoexcited
electrons from the light- (eyn,) and heavy-hole band (epy)
after their LO-phonon cascade [Fig. 3(a)] with the ob-
served and calculated rise times [Fig. 3(b)] as a function
of laser energy. Our Monte Carlo study has revealed that
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FIG. 3. Comparison between electron (eny and en) and hole
(hh and 1h) excess energies (a) after the phonon cascade and
exciton luminescence rise times (b) as a function of excitation
energy. The electron excess energies continuously vary between
0 and 36.8 meV with a period of 42 meV. The excess energy of
the light holes gradually increases from 20 to 33 meV as the ex-
citation energy increases from 1.92 to 2.01 eV. A minimum in
the exciton rise times is observed whenever free electrons and
holes are able to form excitons by LO-phonon emission. The
minima correspond to electron excess energies of about 25 meV,
since holes are available at the subband maximum for all laser
energies.

a structure which closely resembles the experimental data
[23] is obtained by LO-phonon-assisted exciton formation
whenever (i) the sum of electron and heavy-hole energy is
equal to the LO-phonon energy minus the exciton binding
energy and (ii) one of the participating particles has en-
ergy and momentum close to zero. As an example at a
laser energy of 1.985 eV the excess energy of the elec-
trons excited from the heavy-hole subband (ey;,) amounts
to 25 meV with regard to the subband minimum, whereas
the excess energy of the heavy hole is about 2 meV. By
emitting a LO phonon of 36.8 meV, the electron-hole pair
lowers its total energy by 10 meV, which is nearly equal
to the exciton binding energy for our thin quantum well.
With decreasing laser energy the next minimum occurs at
1.970 eV where the excess energy of the electrons excited
from the light-hole subband amounts to 25 meV after the
phonon cascade. From the amplitude of the oscillations
we obtain a difference between LO-phonon-assisted exci-
ton formation (1 ps) and acoustic-phonon-assisted exciton
formation of 12 ps. The observed exciton formation time
of 12 ps due to acoustic-phonon emission is in agreement
with earlier reported exciton formation times [16,18,20].
Another important feature is that for laser energies
smaller than 1.960 eV the excess energy of the heavy
holes is close to the LO-phonon threshold. By means of
carrier-carrier scattering, which is a fast process for the
heavy holes as a result of their large effective mass, a part
of the heavy holes exceeds the LO-phonon threshold and
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is immediately transferred to the subband minimum by
LO-phonon emission. Above 1.96 eV the heavy holes end
around k =0 after the LO-phonon cascade. So in the
whole energy range we have heavy holes around k =0.
The energy positions of the LO-phonon-assisted exciton
formation, which are indicated by the arrows in Fig. 3(a),
correspond within a few meV to the observed minima of
the exciton luminescence rise times. Only the experimen-
tal minimum at 2.00 eV deviates from the calculated
minima at 2.01 eV with 10 meV. However, it should be
noted that the calculated positions strongly depend on the
precise knowledge of the band structure, which is hard to
obtain, especially for the various hole bands.

During and after the LO-phonon cascade the carriers
spread out in momentum and energy space due to
carrier-carrier scattering. As a result of the larger
effective mass the carrier-carrier scattering and thus the
diffusion in momentum space of the heavy holes are al-
most 1 order of magnitude larger than the scattering rate
and diffusion of electrons. Because of this large hole
scattering rate the condition that one of the participating
particles (electron or heavy hole) has a small momentum
is fulfilled in our experiments.

According to our model, we should also expect a
minimum at a laser energy of 1.957 eV, where the excess
energy of the holes originating from the light-hole sub-
band amounts to 25 meV. However, since the holes are
already spread out in energy before the electrons have
completed their LO-phonon cascade, no minimum is ob-
served at this laser energy. In a sample with n-doped
quantum wells, however, this minimum should appear,
since already electrons at the subband minima are avail-
able at the moment that the holes have completed their
cascade and start to diffuse in momentum space. The ex-
perimental exciton rise times for an n-doped (1x10'
cm ~?) GaAs/AlGaAs multiple quantum well with a well
width of 26 A and an aluminum fraction of 0.4 is plotted
in Fig. 4 as a function of laser energy. The exciton peak
of the n-doped sample was shifted (9 meV) to a higher
energy in comparison with the undoped sample, due to a
somewhat smaller well width. Furthermore, the experi-
ments on the doped sample were carried out at a lower
excitation density (2x10'° cm ~2) with regard to the un-
doped sample (5%10'" ¢cm 72) resulting in a lower rise
time. Therefore, in order to compare the rise times of
both samples the laser energies of the n-doped sample are
shifted 9 meV to lower energy. The excitonic behavior,
which disappears at very high doping densities [25], is
still present at our doping density. We observe that for
the n-doped sample the maximum in the luminescence
rise time at 1.957 eV of the undoped sample has disap-
peared, which strongly supports our model.

The diffusion of the carriers by means of carrier-carrier
scattering in energy and momentum can also be enhanced
by increasing the excitation density. We have found that
with increasing excitation density from 5%x10'% cm ~2 to
5% 10" ¢m ~2 (i) the oscillations of the rise times are re-
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FIG. 4. Exciton luminescence rise times (®) as a function of
excitation energy for a sample with n-doped quantum wells.
The layer structure of the sample is identical to sample B and
the dopant density is 1 x10!" cm ~2 With regard to the intrin-
sic sample B (dashed line) no maximum is observed at laser en-
ergies of 1.96 and 1.99 eV, due to the LO-phonon emission in-
duced exciton formation of holes (1h) with an excess energy of
25 meV and electrons at their subband minimum.

duced within our experimental error of * 1 ps and (ii)
the rise times decreased with a factor of 2 due to an in-
creased electron-exciton and exciton-exciton scattering
rate. As expected, we find that the amplitude of the os-
cillations decreases since at high carrier densities the car-
rier distribution is already smeared out due to carrier-
carrier scattering before the phonon cascade is completed.

For wider quantum wells with more than one bound
state we observed an expected [20] increase of the lu-
minescence rise times from 30 ps (26 A) to 80 ps (90 A),
but hardly any dependence of the exciton luminescence
rise time on laser energy. For these wide wells the num-
ber of energy positions where carriers are created in-
creases, which smears out the resonances. Furthermore,
the carriers created in the highest subbands smear out in
energy and momentum during the relaxation due to the
intersubband scattering, which is about 1 order of magni-
tude slower than intraband scattering [26].

In conclusion we have observed oscillations in the exci-
ton luminescence rise times as a function of laser energy.
The origin of these oscillations is attributed to the LO-
phonon-assisted exciton formation, a process which is
dominant whenever the sum of the excess energies of the
electrons and holes amounts to 25 meV with one of the
participating particles at k£ =0. Furthermore, we have
demonstrated that our model is consistent with experi-
ments on n-doped samples, which show an additional
minimum in the rise time. Finally the amplitude of the
oscillations decreases with increasing excitation density as
a result of the enhanced carrier-carrier scattering.

*Present address: Philips Research Laboratories, Building
WP, Prof. Holstlaan 4, 5656 AA Eindhoven, The Nether-
lands.

[1] S. Permogorov, Phys. Status Solidi (b) 68, 9 (1975).

[2] H. J. Stocker, C. R. Stannard, H. Kaplan, and H. Levin-
stein, Phys. Rev. Lett. 12, 163 (1964).

[31 Y. S. Park and D. W. Langer, Phys. Rev. Lett. 13, 392
(1964).

[4] D. W. Langer, Y. S. Park, and R. N. Euwema, Phys. Rev.
152, 788 (1966).

[51 R. E. Nahory and H. Y. Fan, Phys. Rev. Lett. 17, 251
(1966).

[6] P. J. Dean, Phys. Rev. 168, 889 (1968).

[7] E. F. Gross, A. V. llvinskii, K. F. Lieder, B. V. Novikov,
and N. S. Sokolov, Phys. Status Solidi 34, k59 (1969).

[8] C. Weisbuch, Solid State Electron. 21, 179 (1978).

[9]1 A. Nakamura and C. Weisbuch, Solid State Electron. 21,
1331 (1978).

[10] A. Chomette, B. Lambert, B. Clerjaud, F. Clerot, H. W.
Liu, and A. Regreny, Semicond. Sci. Technol. 3, 351
(1988).

[11] R. Ulbrich, Phys. Rev. Lett. 27, 1512 (1971).

[12] J. H. Collet, H. Kalt, Le Si Dang, J. Cibert, K. Samina-
dayar, and S. Tatarenko, Phys. Rev. B 43, 6843 (1991).

[13] R. P. Stanley, J. Hegarty, R. Fischer, J. Feldmann, E. O.
Gobel, R. D. Feldman, and R. F. Austin, Phys. Rev. Lett.
67, 128 (1991).

[14] K. J. Moore, G. Duggan, P. Dawson, C. T. Foxon, N.
Pulsford, and R. J. Nicholas, Phys. Rev. B 39, 1219
(1989).

[15] F. Clerot, B. Deveaud, A. Chomette, A. Regreny, and B.
Sermage, Phys. Rev. B 41, 5756 (1990).

[16] T. C. Damen, J. Shah, D. Y. Oberli, D. S. Chemla, J. E.
Cunningham, and J. M. Kuo, Phys. Rev. B 42, 7434
(1990).

[17]1 J. Kusano, Y. Segawa, Y. Aoyagi, S. Namba, and H.
Okamoto, Phys. Rev. B 40, 1685 (1989).

[18] R. Eccleston, R. Strobel, W. W. Riihle, J. Kuhl, B. F.
Feuerbacher, and K. Ploog, Phys. Rev. B 44, 1395
(1991).

[19] Ph. Roussignol, C. Delalande, A. Vinattieri, L. Carraresi,
and M. Colocci, Phys. Rev. B 45, 6965 (1992).

[20] R. Strobel, R. Eccleston, J. Kuhl, and K. Kéhler, Phys.
Rev. B 43, 12654 (1991).

[21] M. Zachau, J. A. Kash, and W. T. Masselink, Phys. Rev.
B 44, 8403 (1991).

[22] T. Takagahara, Phys. Rev. B 31, 6552 (1985).

[23]1 P. W. M. Blom and P. J. van Hall, Int. J. Mod. Phys. B
(to be published).

[24] J. P. Cuypers and W. van Haeringen, J. Phys. Condens.
Matter 4, 2587 (1992).

[25] G. E. W. Bauer, Phys. Rev. Lett. 64, 60 (1990).

[26] S. M. Goodnick and P. Lugli, Phys. Rev. B 37, 2578
(1989).

3881



