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Abstract

Er–Tm codoped amorphous aluminum oxide (a-Al2O3) thin films have been prepared by an alternative pulsed laser deposition. The
phase structure and the surface of the deposited thin films were characterized by the X-ray diffraction (XRD) and scanning electron
microscopy (SEM), respectively. Effective photoluminescence (PL) in the region of 350–900 nm was observed when pumped at
325 nm, and the PL performance has been improved by modifying the Tm3+ concentration. With the increasing of [Tm]/[Er] concentra-
tion ratio, the intensity of emission of 382 nm and 500 nm bands was improved effectively while that of 765 nm band increased smoothly.
Our results suggest that the resonant energy transfer and cross relaxation between Tm3+ and Er3+ play an important role in the evolution
of the luminescent response.
� 2008 National Natural Science Foundation of China and Chinese Academy of Sciences. Published by Elsevier Limited and Science in
China Press. All rights reserved.
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1. Introduction

Rare earth (RE) ions such as erbium (Er3+) and thulium
(Tm3+) have attracted much attention in both visible and
infrared regions for their unique energy levels [1–4]. The
transition of Er3+ 4I13/2 ?

4I15/2 has been successfully
applied in the amplification of Er-doped fiber amplifiers
(EDFAs) and Er-doped waveguide amplifiers (EDWAs)
in optical communication systems corresponding to
1.54 lm photon, which is located in the low loss ‘‘window”

of silica-based optical fibers [2–4]. On the other hand,
upconversion of infrared light to visible light by rare earth
ions doped materials have also been investigated exten-
sively due to the potential applications in display materials

and devices, on which good multicolor has been achieved
in Er/Tm/Yb-doped tellurite glasses [5] and oxyfluoride
glass ceramics [6]. The content of rare earth ions plays an
important role in the upconversion of infrared light to vis-
ible light. The aim of this study is to investigate the effect of
Tm–Er concentration ratio on the photoluminescence
of Er–Tm codoped thin films in the wavelength range of
350–900 nm.

Pulsed laser deposition (PLD) has been proved to be
excellent for the preparation of complex oxides, which
are the basic materials used for the preparation of wave-
guide structure [7,8]. PLD involves high kinetic energy spe-
cies, which enable the production of high density films with
good adhesion [9]. These unique features make PLD very
attractive for the deposition of optical thin films, especially
for the nanostructured thin films [10]. The a-Al2O3 is a
promising material for the thin film applications due to
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its high thermal conductivity, excellent mechanical proper-
ties and a wide range of transparency [11]. Flat and wide
infrared emissions have been achieved in Er–Tm codoped
Al2O3 thin films prepared by PLD [12,13], where the RE
ions are dispersed separately on nanoscale in depth in a-
Al2O3.

In this study, Er and Tm codoped Al2O3 thin films were
prepared by PLD in which the distributions of Er and Tm
ions were nanostructured, and the effect of Tm–Er concen-
tration ratio on the luminescence was investigated.

2. Experiment

The Er–Tm codoped Al2O3 thin films have been pre-
pared on Si(100) substrate at room temperature by PLD.
An KrF excimer laser (k = 248 nm, s = 15 ns full width
at half maximum) was used to alternatively ablate the cera-
mic targets of Er:Al2O3 (0.80 mol%) and Tm:Al2O3 (2.40
mol%). The thin films of multi-layer structure [14] were
deposited with total film thickness of about 100 nm.
Fig. 1 schematically shows the nanostructure of the thin
films. The thickness of Er-doped layer was designated to
be constant and equal to 1.2 nm in every unit, and the
Tm-doped layer was changed from 0.4, 0.8, 1.6 to 2 nm
to adjust the Tm–Er concentration ratio (corresponding
to [Tm]/[Er] of 1, 2, 4 and 5, respectively). The total film
thickness was kept constant to compare the PL properties
of the thin films.

The concentrations of Er3+ and Tm3+ were fixed at
7.2 � 1019 cm�3 and 2.2 � 1020 cm�3 based on the dopants
concentration in RE-doped targets, which is consistent
with the results measured by Rutherford backscattering
spectrometry (RBS). All the deposited films were rapidly
annealed in air at 800 �C for 50 s. PL measurements were
performed at room temperature using a single grating
monochromator, a microscopic confocal Raman spectro-
meter and the standard lock-in techniques, and pumped
at the wavelength of 325 nm from a He–Cd laser. The scan-
ning region is from 350 to 900 nm.

The phase structure of Al2O3 in the deposited film was
investigated by X-ray diffraction (XRD) and the surface
of the thin film was determined by scanning electron
microscopy (SEM).

3. Results and discussion

Fig. 2 shows the XRD pattern of the Er–Tm codoped
Al2O3 thin films. There is only one diffractive peak coming
from Si(200), and no peak corresponding to a- or c- or h-
Al2O3 phase has been observed. This means that the as-
deposited films are amorphous, which could induce to a
relative broadband PL of Er3+ and Tm3+ ions in Al2O3

host. This is consistent with the result in Ref. [13]. Fig. 3
shows the SEM image of Er–Tm codoped Al2O3 thin films
rapidly annealed for 50 s in air at 800 �C. The flat surface
morphology was observed as shown in Fig. 3, which is
the same as the result obtained by Song et al. [15].

Fig. 4 shows the PL spectra of Er–Tm codoped Al2O3

thin films with [Tm]/[Er] concentration ratios (R) of 1, 2,
4 and 5, respectively. Three distinct emissions in the PL
spectra located at 382 nm, 491–512 nm and 761–765 nm
(denoted by A, B and C band, respectively) were observed
as shown in Fig. 3. The emission band B is composed of
several emission peaks located in the band 491–512 nm
with full width at half maximum (FWHM) of �90 nm.
There are two weak emissions peaked at 410 and 435 nm
between A and B bands, and a 562 nm shoulder peak
beside the right of B emission band can be observed
(Fig. 4).

The PL intensities of emissions A and B increased with
the increasing of [Tm]/[Er] concentration ratio, and inten-
sities of B increased in a steeper rate compared to that of
peak A when [Tm]/[Er] increased from 4 to 5, while that
of peak C increased smoothly all the time (Fig. 5). These
results mean that the high [Tm]/[Er] ratio can only improve
the PL performance of emissions A and B, and exerts little
effect on that of C. Among these three emission bands,
peak A is the sharpest and B exhibits a wide band with
the increasing of [Tm]/[Er], which means that the local
environment of the RE ions-occupied Al2O3 matrix is dif-
ferent [16,17]. Details about the three emissions related to
the corresponding transitions will be discussed in what
follows.

Er3+ and Tm3+ were excited to the corresponding states
when pumped at a wavelength of 325 nm, and emitted pho-

Fig. 1. Schematic structure of the Er–Tm codoped Al2O3 thin films with
different [Tm]/[Er] concentration ratios of 1, 2, 4 and 5, respectively.

Fig. 2. The XRD pattern of the Er–Tm codoped Al2O3 thin films with
[Tm]/[Er] concentration ratio of 2.
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tons when they radiatively decayed to lower states or
ground state. For Er3+, after absorbing the pumping
energy they were pumped up to the 4F3/2 state, and then
rapidly relaxed to the 4G11/2 state, which radiatively
decayed to the first excited state 4I13/2 or ground state
4I15/2 with the emission peaks corresponding to 505 nm

or 382 nm photons. As well, some ions may be nonradi-
atively relaxed to state 4F7/2 in a phonon-assisted way
(the phonon energy of Al2O3 is about 870 cm�1), and then
transited to state 4I13/2 or 4I15/2, emitting 765 nm or 512 nm
photons. For Tm3+, after the absorption of the pumping
photons, they rapidly relaxed to the 1D2 state, and then
transited to the 3H5 or 3F3 state, emitting 509 nm and
765 nm photons, and the transition 1G4 ?

3H5 can also
emit the 765 nm photons. All the possible transitions in
both Er3+ and Tm3+ are illustrated in Fig. 6.

Only the transition 4G11/2 ?
4I15/2 of Er3+ correspond-

ing to 382 nm photon is found in Fig. 6 and there is no cor-
responding transition in Tm3+. The PL intensity of 382 nm
increased with the increasing [Tm]/[Er], while the Er con-
tent decreased. To understand the observed results, it is
necessary to assume that an energy transfer process takes
place between Er3+ and Tm3+. The distance of RE ions
and the matched energy levels are two important factors
improving the probability of energy transfer based on Dex-
ter’s calculation [18]. It can be seen from Fig. 6 that the
energy levels 2G7/2 of Er3+ and 1D2 of Tm3+ are resonant,
the mean distance between RE ions are from 1.5 to 0.9 nm
calculated by the fixed RE-doping concentration, assuming
that the RE ions are distributed uniformly in every layer.
The small neighboring distance and the resonant levels of
Tm3+ (1D2) and Er3+ (2G7/2) made this energy transfer
Tm3+ (1D2) ? Er3+ (2G7/2) (denoted by ET in Fig. 6) easily
achievable, and then populated Er3+ on state 4G11/2, and
finally enhanced the PL performance of 382 nm emission
by increasing the ratio of [Tm]/[Er] from 1 to 5.

For the B emission band, the transitions of 4G11/2 ?
4I13/2, 4F7/2 ?

4I15/2 and 1D2 ?
3H5, 1G4 ?

1D2 can emit
photons in this wavelength range. The rapid increase of
PL intensity with the increasing [Tm]/[Er] indicates that
the B emission mainly results from the transition of
Tm3+. The fluorescence branch ratio of 1G4 ?

3H5 is too
small to be considered [19], therein the B emission comes
from the transition 1D2 ?

1G4. Fig. 6 shows that the
energy difference between 1D2 and 1G4 is large and the

Fig. 3. The surface image of Er–Tm codoped Al2O3 thin films rapidly
annealed for 50 s in air at 800 �C.

Fig. 4. PL spectra of Er–Tm codoped Al2O3 thin films with [Tm]/[Er]
concentration ratios of 1, 2, 4 and 5, respectively.

Fig. 5. PL intensity of Er–Tm codoped Al2O3 thin films with [Tm]/[Er]
concentration ratios of 1, 2, 4 and 5, respectively.

Fig. 6. The energy levels diagram of Er3+ and Tm3+ ions, and possible
transitions between the RE ions.

B. Zhou et al. / Progress in Natural Science 18 (2008) 661–664 663



relaxation of Tm3+ from 1D2 to 1G4 can be ignored.
Considering that the energy mismatch of 1D2 ?

1G4 and
4I15/2 ?

4I13/2 is small, we suggest that more Tm (1G4) ions
are populated by the cross relaxation Tm3+ (1D2), Er3+

(4I15/2) ? Tm3+ (1G4), Er3+ (4I13/2) (denoted by CR in
Fig. 6), which increases the number of Tm3+ (1G4), and
enhances the B emission.

We can also find that the transitions of Er3+ 4F7/2 ?
4I13/2 and Tm3+ 1D2 ?

3F3, 1G4 ?
3H5 can emit the

765 nm photons. The PL intensity increases slowly with
the [Tm]/[Er], which means that the C emission is not
mainly contributed from Tm3+. The branch ratio of
1D2 ?

3F3 is too little to be considered [19], while that of
the transition 1G4 ?

3H5 varied from 13% to 27% (for
1G4 ?

3H6 is large than 50%) [19–21] emits the 765 nm
photons. The Tm3+ in 1G4 state is populated by the cross
relaxation mentioned above. For Er3+, the branch ratio
of 4F7/2 ?

4I13/2 is 9–17% [22–24], which can also emit
765 nm photons. Thus, the C emission band comes mainly
from both the transitions of Er3+ 4F7/2 ?

4I13/2 and Tm3+

1G4 ?
3H5.

It should be noted that there are other kinds of interac-
tion among the Er3+, Tm3+ and host materials, although
we clarify the light-emitting channels of the three emission
bands in our samples. Many other measurements are nec-
essary to further investigate the visible luminescence of
RE ions in a-Al2O3 matrix.

4. Conclusion

Er–Tm codoped amorphous Al2O3 thin films have been
fabricated by alternatively ablating the ceramic Er:Al2O3

and Tm:Al2O3 targets, and the PL performance of Er
and Tm ions has been improved by adjusting the concen-
trations of RE dopants. The energy transfer processes
between Er3+ and Tm3+ have been proposed to interpret
the enhancement of the visible emission peaks by increasing
the [Tm]/[Er] concentration ratio from 1 to 5 under 325 nm
pumping. The results evidence the energy transfer and
cross relaxation between Er3+ and Tm3+, which could be
controlled to tailor the PL response. Further studies are
necessary to optimize the concentration and distribution
of dopants to adjust the energy exchange interaction
between RE ions and to obtain more effective emission.
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