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Abstract: We studied the photoluminescence (PL) properties of (Ce + Yb) co-doped ZnO
thin films as a function of high temperature annealing. The films were fabricated by
magnetron sputtering. After 1000-1100°C annealing, the near band edge (NBE) emissions of
the films were dozens to a hundred times stronger than that of undoped ZnO, while the Yb3+
emission (~980 nm) was quite weak, indicating that energy transfers from the ZnO host to
Yb3+ ions in the films were not efficient. X-ray diffraction analysis and scanning electron
microscopy observations demonstrated that the (Ce + Yb) co-doping had a large effect on the
morphology and crystallinity of the films. The crystallinity enhancement of the films is
considered to be the main reason for the strong NBE enhancements of the co-doped ZnO
films.
© 2017 Optical Society of America
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1. Introduction
There are several reviews on the applications of rare earth elements (REs) in various host
materials used for optical applications such as upconversion of photons, color conversion or
thermometry [1–3]. REs have unfilled 4f shell structures with many energy levels and metastable states, which can be used to emit various luminescent wavelengths with narrow
luminescent bands. Rare earth (RE) doped ZnO have attracted extensive interest because of
the potential applications in photoelectric, magnetic and photo-catalysis devices [4–7]. ZnO
has a wide band gap of about 3.37 eV and a large exciton binding energy of 60 meV at room
temperature. Inspired by successful incorporation of RE in wide band gap semiconductor
GaN for optoelectronic applications [8], many researchers turned to ZnO as a host for RE ions
for light emitting devices. But it has not been easy to accommodate RE ions into the ZnO
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lattice due to the mismatch of charge and radius between the RE ion and Zn2+; and even if
preferred RE3+ ions were somehow introduced into the ZnO lattice, there should still be no
efficient light emissions from the RE ions, because the luminescence lifetime of RE ions is at
least 103 times longer than the excitons decay time in ZnO. In recent years, with the great
advances in synthesizing ZnO nano-structures (nano-ZnO), many research groups reported
that by modulating the defects (whether extrinsic or intrinsic) of the nano-ZnO to form
“energy trap centers”, effective energy transfer from the host nano-ZnO to RE ions can be
realized [9–12].
On the other hand, acquiring intense ultraviolet (UV) emission from ZnO is always a
challenge in ZnO based UV photonics and various methods to enhance the UV emission have
been reported [13–16]. REs doping of ZnO and its influence on the near band edge (NBE)
emission of ZnO [17, 18] were reported, and a NBE enhancement was observed but the
mechanism for the enhancement is not clear. Ce3+ can emit blue light and the absorption cross
section of the electric-dipole allowed 4f-5d transition is large (of the order of 10−18 cm2),
while the radiation from Yb3+ (~980 nm) has many important applications. Both are
frequently used in dopants-luminescence. Previously, we reported that after high temperature
(1000-1100 °C) annealing, the NBE emissions of ZnO films were both enhanced by one to
two orders of magnitude after doping with Ce [19] or Yb [20] compared to the undoped case,
whereas the structures of the two films were quite different. In the present work, we have
investigated further the NBE enhancement effects by co-doping Ce + Yb in the nano-ZnO
films with various RE concentrations, and compared the enhancement efficiency with those
of single RE doping cases. We have also compared their structural variations after the high
temperature annealing, and their effects on the critical excitation power of photoluminescence
(PL). The strong NBE emission is our main focus in this report, while the RE emissions are
here relatively weak. The strong NBE emissions from the RE doped ZnO may pave a way to
develop ZnO UV based photoelectric devices.
2. Experimental
The (Ce + Yb) co-doped ZnO films were deposited by magnetron sputtering using two
composite targets. One composite target was ZnO + CeO2, made by attaching small pieces of
CeO2 on the surface of a ZnO target (purity 99.999%); the other composite target was ZnO +
Yb2O3, made by placing large ZnO plates on the surface of an Yb2O3 target (purity 99.99%).
The films were deposited on single crystal Si wafers with a native oxide. The base vacuum
pressure was 2.0 × 10−3 Pa. The working gas was a mixture of argon and oxygen with flow
rates of 25.0 and 5.0 sccm, respectively. During deposition the gas pressure was kept at 1.3
Pa. No intentional substrate heating was used during the sputtering and the Si substrates were
rotated during deposition to obtain lateral uniformity. The sputtering power applied to the
ZnO + CeO2 target was always 120 W, while the power applied to the ZnO + Yb2O3 target
was kept at 75, 100 or 120 W, to yield different composition of the film called S1, S2 and S3,
respectively. For comparison, a reference undoped ZnO film (called S0) was deposited by
sputtering only the ZnO target; a control Yb-doped ZnO film (S4) and a Ce-doped ZnO film
(S5) [19] with similar Yb (or Ce) doping concentration, were also deposited by sputtering the
ZnO + Yb2O3 and ZnO + CeO2 targets, respectively. The power applied to the targets for the
control samples were all 120 W. The stoichiometry of the films was characterized by using
Rutherford backscattering spectrometry (RBS, NEC 2x1.7 MV Tandem Accelerator in Ion
Beam Materials Laboratory in Peking University). The RE doping concentration and the film
thickness are shown in Table 1.
The Si wafers with the films were then cleaved into small pieces and annealed at various
temperatures in flowing N2 (purity 99.999%) gas. The crystallinity of the films was examined
by X-ray diffraction (XRD) using a D8 ADVANCE diffractometer with Cu Kα1 radiation (λ =
1.54056Å). The surface morphology of the films was investigated by scanning electron
microscopy (SEM) (German Zeiss Microscope) and the attached energy dispersive X-ray
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spectroscopy (EDS) was used to examine lateral variation of the elements. The PL spectra
were recorded by using a Lab RAM HR microscopic fluorescence image system, where the
samples were excited using the 325 nm line of a He-Cd laser (~30 mW) and detected by a
spectrometer employing a charge-coupled device array. The PL excitation (PLE) spectra were
recorded with a FLS 980 fluorescence spectrophotometer. All the measurements were
performed at room temperature.
Table 1. The stoichiometry of the sample films
Samples

Zn (at.%)

O (at.%)

Ce (at.%)

Yb (at.%)

Thickness (nm)

S0

46.10

53.90

0

0

890

S1

46.36

53.31

0.09

0.24

575

S2

48.71

50.60

0.14

0.55

485

S3

48.82

49.99

0.31

0.88

495

S4

46.1

53.4

0

0.5

243

S5

47.0

52.9

0.1

0

240

3. Results and discussion

Fig. 1. (a) PL spectra of the S2 film after annealing in N2 for 30 minutes at the indicated
temperatures; (b) PL spectra of S0, S2, S4 and S5 after the identical 1100 °C annealing; (c) PL
excitation spectra for the S2 film after 800, 1000 and 1100 °C annealing, respectively, and for
the S4 film after the 1100 °C annealing. The monitoring wavelength is at their Yb3+ PL
emission peak positions.
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Figure 1(a) depicts the PL spectra of sample S2 recorded in the range 350-1000 nm for
different anneal temperatures. The 350-450 nm spectral range indicates the near band-edge
(NBE) emission of ZnO, while the range 450-700 nm comprises emissions from both the
defects and REs ions of the annealed film [19, 20]. The range 700-900 nm includes the
second order diffraction (from diffracting grating monochromator) from the NBE emission.
Finally the peak at around 977 nm is attributed to the 4f(2F5/2)→4f(2F7/2) transition of Yb3+. It
should be remarked that some of the spectral variations within each spectrum may be
influenced by interference effects from the surface and interface of the film. However, the
variation of the intensity among the larger regions themselves as indicated above and which
we will consider for annealing effects, will not be influenced much. It is seen that all the PL
spectra have NBE emission signal consisting of a peak position at around 385 nm and a
shoulder at around 410 nm, and the intensity in this UV region increases much with annealing
temperature. The weak Yb3+ PL, which does not have as large increase with anneal
temperature as the NBE PL, infers that there is no efficient transfer of excitation energy from
the host ZnO to Yb3+ in the samples. The same may apply for transfer from Ce ions to Yb3+.
Samples S1 and S3 have PL curves resembling those of S2. The PL spectrum intensity was
very weak after 1200 °C annealing for all the sample types (not shown, but indicating the
thermal stability range of the films).
Figure 1(b) compares the PL spectra of sample S0, S2, S4 and S5 films after identical
1100 °C annealing. The S0 film shows a PL spectrum that is typical for undoped ZnO [21].
The wavy fluctuations on the spectrum are considered to be influenced by interference effects
[22]. The PL spectra of S2, S4 and S5 have increased significantly in intensity after the REs
doping. The spectra of S1 and S3 (not shown) have similar high intensity as S2. More detailed
analysis indicates that the S2 film has the strongest visible and Yb3+ emission regions among
the films, while the control films, S4 and S5, show stronger NBE PL intensity than what the
S2 sample does. The difference in the shape of the visible bands for the control samples
indicates that the emissions from Ce and Yb ions and/or defects induced by these ions have
been involved. Figure 1(c) shows the PLE spectra of S2 and S4 after annealing at the
temperatures indicated. The monitoring wavelengths are at the Yb3+ emission peak
wavelengths. There is an asymmetric excitation band in the range of 3.0-5.0 eV in all the
spectra with peak position at around 3.3 eV. The excitation of Yb3+ in S2 and S4 could
originate from an energy transfer from the ZnO matrix and Ce ions to the Yb3+. Note that the
spectra of S2 and S4 are similar to each other. Then, since there is no Ce in S4, it is natural to
conclude that energy transfer from Ce ions to Yb3+ is not a dominant excitation process for
S2. Note that for S2, the intensity of the band decreases with increasing anneal temperature
from 800 to 1100 °C.
Figure 2(a) plots the integral intensity of the NBE emission bands (INBE), in the PL spectra
of the samples S0-5 as a function of the annealing temperature. Here INBE is integrated over
the wavelength range of 350-450 nm. INBE increases with increasing anneal temperature for
all the samples, and the increase is much larger for S1-5 than for S0. Notably the NBE
intensity increases by four orders of magnitude for sample S3 by going from 600 °C
annealing to 1100 °C annealing. And the INBE for S1-3 are 85, 86, and 89 times, respectively,
stronger than that for S0 after the 1100 °C annealing. S4 has comparable NBE intensity as
those of S1-S3, while S5 has the strongest NBE intensity among the films. Figure 2(b) shows
IVIS, which is the PL intensity integrated between 450 and 700 nm. It is seen that IVIS is
stronger for the films S1-5 than for film S0, which could be due to the Ce and/or Yb doping
having caused more radiative defects (including the RE itself). Further IVIS also increases with
annealing for S1-5 while INBE has a stronger increase which can be seen clearly from Fig. 2(c)
showing the ratio (INBE/IVIS). All the ratios increase much for annealing at elevated
temperature, but samples S1-4 show higher ratios than those of S0, especially for annealing to
1100 °C. Notably S5 has the highest ratios among the films at all the temperatures. Generally,
the increase of the INBE/IVIS ratio is often regarded to be due to the film crystal quality being
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improved [23], while some caution should be exercised in using that approximate general
tendency to compare situations. Here, the improvement in crystal quality of the films should
mainly be due to the high temperature annealing, but since the ratio is larger for the Ce and/or
Yb doped films, it can be hypothesized that the RE ions can contribute to the improvement. It
has been reported that Ce doping can contribute to a quality improvement [23, 24, 25]. Here
the Ce doped film (S5) has the highest INBE/IVIS ratio, and the Ce + Yb doped sample films
(S1-4) have comparable INBE/IVIS ratios, as predicted by the hypothesis. The RE could
contribute to a better crystal quality, or there could be other unknown factors.

Fig. 2. The integral intensity of (a) the NBE emissions (INBE, integrated in the range of 350-450
nm) and (b) the visible bands (IVIS, integrated in the range of 450-700 nm) for the S0-5 films as
a function of the anneal temperature; (c) the integral intensity ratio of INBE/IVIS of the films at
the indicated temperatures.

The structural evolutions within the S1-5 films caused by the above annealings have been
investigated by XRD. The S1, like S0, S4 and S5 has only one dominant peak (2θ ~34.5°) in
the XRD spectra corresponding to the diffraction of the (002) plane of ZnO with hexagonal
wurtzite structure, and the full-width at half maximum (FWHM) of the (002) peak decreases
with increasing anneal temperature. S2 and S3 have more diffraction peaks besides the (002)
peak. Figure 3(a) shows the diffraction patterns of S2 after the anneals. For sample S2 after
the 600-900 °C annealing, in addition to the (002) diffraction peak, two more diffraction
peaks have emerged at 2θ = 31.80° and 36.25°, respectively, corresponding to the diffraction
from (100) and (101) planes of ZnO according to JCPDS card number PDF No. 36-1451. The
diffraction peaks become sharper after the 1000 °C annealing, indicating that the ZnO nanoparticles have increased in size. After the 1100 °C annealing, more peaks emerge in the
diffraction pattern. The peaks at 2θ = 12.6, 21.9, 25.4, 31.7 and 36.2° correspond to the
formation of Zn2SiO4 according to PDF No.37-1485, 19-1479 and 24-1467. The peaks at 2θ =
27.7, 36.2 and 56.6° correspond to the formation of Yb2SiO5 and Yb2Si2O7 silicates according
to PDF No. 37-0458 and 30-1440. The presence of Ce-related oxides or silicates in the films
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cannot be excluded, but the amount is below the detection limit in the present cases. Figure
3(b) compares the XRD patterns of S0-5 after an identical 1100 °C annealing to examine the
effects of Ce and/or Yb doping. The inset in Fig. 3(b) plots the FWHM of the (002) peak for
the S0, S1, S4 and S5. The width has decreased from 0.181° to 0.172°, then to 0.162° and
0.159°. This infers that the Ce-doped ZnO film has the best film quality among the samples,
which is consistent with the above PL measurements. Sample S2 has higher concentration of
Ce and Yb than S1. It seems reasonable that the diffraction analysis indicated that zinc and
ytterbium silicates have formed in sample S2 and not in S1. Sample S3 has the highest Ce and
Yb concentrations of the films. As a natural consequence, the diffraction peaks in the silicate
patterns become sharper which means more Yb and Zn silicates have precipitated.

Fig. 3. The XRD patterns of (a) S2 film after annealing at the indicated temperatures; (b) S0,
S1-3 films after the same 1100 °C annealing. The inset in (b) is the FWHM of (002) diffraction
peaks for the S0, S1, S4 and S5 films.

The surface morphology of the films before and after high temperatures annealing were
studied by SEM. Figure 4 shows the SEM images of S0-S3 as-deposited (A.D.) or annealed at
1100 °C for 30 minutes. The surface morphologies of S5 were reported in Ref. 19, the SEM
images of S5 are similar to those reported in Ref. 20, and thus both are not shown here.

Fig. 4. Surface morphologies of the samples: (a), (c), (e) and (g) are as-deposited S0, S1, S2,
and S3 films, respectively; (b), (d), (f), and (h) are 1100°C annealing S0, S1, S2, and S3 films,
respectively.
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In Fig. 4(a), the A.D. S0 is composed of tiny ball-shaped particles with sizes in dozens of
nm, but most of the particles have aggregated. After annealing (Fig. 4(b)), the particles
coalesced to form big nanocrystals with different shapes. The particles in A.D. S1 are more
uniformly distributed but have irregular shapes as shown in Fig. 4(c). After annealing the
particles have also coalesced into a denser film matrix, but there are many precipitates seen as
white dots on the film surface (Fig. 4(d)). EDS analysis indicates that the dots have higher
oxygen and Yb content but lower Zn content in comparison with the matrix locations (not
shown), which means the dots could be Yb2O3 nanoparticles. Precipitations were also
reported by Jiang et al [26] and Ye et al [27] in Yb-doped ZnO films and also attributed to the
formation of crystal Yb2O3 precipitates. In addition to the dots, one can see hole-shaped
nanostructures in the annealed film. This phenomenon could result from diffusion processes
that reduce the stress/strain of the films [19]. Figure 4(e) shows the surface image of A.D. S2.
Compared to Fig. 4(c), the particles look like pinecones which are composed of many tiny
ZnO crystallites. After annealing (Fig. 4(f)), the “pinecone” structures have developed into
smooth nanocrystals (several hundred nanometers) with a clear boundary. Larger Yb2O3
nanoparticles have precipitated but mainly at the boundary of the nanocrystals, and the holeshaped structures become less pronounced. The surface morphologies of S3 (A.D. and 1100
°C anneal) are similar to those of S2 as is shown in Figs. 4(g) and 4(h), respectively.
The strong UV emissions from Ce doped ZnO thin films (S5) after high temperature
annealing has been attributed to the improved crystal quality of the films [19]. In [20], we
have also reported strong NBE emission from Yb doped ZnO thin films, but the Yb
concentration (~5 at.%) is higher than those of S1-S4. Here, the REs doping concentrations
are higher than that of the Ce single doping case, and Zn and Yb silicates as well as Yb2O3
have formed in the films. Luo et al [18] reported that strong UV lasing occurred in their Eu
doped ZnO films, where Eu2O3 precipitated on the surface of the ZnO host. They proposed
that the surface of ZnO is passivated by the outer Eu2O3 layer, which acts as energy potential
barrier to prevent the surface defects of ZnO nanocrystals from capturing photo-generated
electron, and also greatly reduces the concentration of singly ionized oxygen vacancies. A
similar situation may be applicable to our case where Yb2O3 have precipitated on the films
surface. The Zn- and RE-silicates could also play a part in the enhancement of PL intensity by
changing the excitation energy concentrations, which could also change the contribution from
stimulated emission in the films. Further research on the mechanism for the strong UV
enhancements is in progress.
Figure 5 shows the UV PL intensity of the films as a function of the laser excitation
power. Generally this dependence can be expressed as I∝Pm, where I is the luminescence
intensity, P the excitation power, and m is the number of photons needed for producing an
emission photon. The dependence provides information about the mechanisms involved in the
luminescence [28]. We report on preliminary characterizations indicating lasing in the
following.
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Fig. 5. The peak intensities of the UV PL for (a) S0, S4 and S5 films, and (b) S1, S2 and S3
films as a function of the He-Cd laser excitation power. The sample films were annealed at the
identical 1100 °C. The inset in Fig. 5a shows the PL spectrum of S0, S4 and S5 under their
excitation powers, while the inset in Fig. 5(b) shows the PL spectra of S2 with increasing the
excitation power to 40 μW.

In Fig. 5(a), the UV peak intensities of S0, S4, and S5 all exhibit three specific regimes
with different power exponents m (see for example S5). The regime with lowest intensity
could correspond to the spontaneous emission of ZnO due to exciton recombination, and the
regime with drastically increasing intensity may correspond to stimulated emission due to
electron-hole plasma recombination, in analogy with the regimes assigned by Luo et al [18].
The intensities tend to saturate for an excitation power around 1.02 W/cm2, which could be
due to some nonlinear optic effects [29]. After a simple power law fitting, the exponents for
the stimulated emission regimes of S0, S4 and S5, m are 0.29, 0.53 and 0.61 respectively. The
inset in Fig. 5(a) shows the onset of efficient PL spectrum for the S0 film with excitation
power of about 150 μW (the onset excitation powers for S4 and S5 are similar to S0). In Fig.
5(b), S1-3 have similar I∝Pm dependence as those of the control samples. The exponents, m,
for the stimulated emission regimes of the S1, S2 and S3 are 0.74, 0.70, and 0.58,
respectively. The excitation powers of the lasing onset for the of S1-3 have decreased greatly
to be about 40 μW, the inset of Fig. 5(b) shows the emerging of the lasing peak of S2 with
increasing the pump power to the critical excitation. One see the width of the peak is around 4
nm which is very narrow and indicates that stimulated emission is occurring in the material.
The higher RE doping concentration is beneficial to decrease the critical excitation power.
We speculate that the decrease of the critical excitation power in S1-3 could be related to the
energy coupling between the RE oxide and the ZnO nanoparticles [30]. Further studies on the
strong UV enhancement and the excitation mechanism is in progress.
4. Conclusion
In conclusion, we have reported that after 1000-1100 °C annealing, the NBE emissions of
(Ce, Yb) co-doped ZnO films were dozens to hundred times stronger than that of undoped
ZnO, while the Yb3+ emission (~980 nm) was quite weak indicating that energy transfer from
the ZnO host to Yb3+ ions in the films were not efficient. Structural analysis demonstrated
that the high temperature annealing and (Ce,Yb) co-doping, had remarkable effects on the
crystallinity and morphology of the films, which are considered to be responsible for the
strong NBE enhancements of the co-doped ZnO films. The (Ce, Yb) co-doped ZnO films
have relatively lower onset excitation power compared to the undoped ZnO and Ce (or Yb)
singly doped ZnO films.
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