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Abstract: Undoped and codoped (Eu/Na) ZnO nanocrystals (NCs) were successfully manufactured
through an economical sol-gel method. X-ray diffraction (XRD) analysis demonstrated pure hexagonal
wurtzite structure without secondary phases for all the samples. The size of the NCs was found to
decrease with codoping by Eu3+/Na+ which is related to the existence of strain and stress in the
lattice. The dominance of the E2(high) mode in Raman spectra indicates the good crystallinity of the
samples. The study from the X-ray photoelectron spectroscopy (XPS) shows the successful insertion
of both Eu3+ and Na+ ions into the ZnO lattice and the generation of the zinc and oxygen vacancies
(Vo) defects. The band gap energy was reduced and the Urbach energy increased with Na+ content,
proving the distortion of the lattice. From the photoluminescence (PL) study, the activation of the
Eu3+ ions by Na+ ones was evidenced. Longer PL lifetimes were obtained from Eu3+ ions when they
were sensitized by Na+, which may be beneficial to several applications. A process of excitation
transfer from both the ZnO host and Na+ sensitizers to the Eu3+ ions was evidenced and discussed.
As an application, we tested the performances of the prepared NCs as photocatalysts for Rhodamine
B photodegradation under sunlight irradiation. The ZnO NCs codoped with 1% Eu/4% Na displayed
the best photodegradation rate with a good stability and a high kinetic rate constant k of 0.021 min−1.
The photocatalytic mechanism is discussed in terms of longer radiative recombination from Eu3+ and
the generated oxygen vacancies.

Keywords: ZnO nanocrystals; rare earth ions; photoluminescence; charges transfer; photocatalysis

1. Introduction

Luminescent materials or materials containing luminescent centers with long lifetimes
are very promising in various fields such as white LED [1] and photocatalysis [2]. As the
classical white LEDs suffer from insufficient red light emission, a continuous interest is
given to Eu3+-doped phosphors since europium is well-known for its high red emission.
Sensitization of rare earths by metallic ions in crystalline or amorphous materials is a good
way to enhance their luminescence, extend their charge carrier lifetimes [3–5], and obtain
better results in applications. However, the host material is of great interest for this purpose
since it should exhibit good thermal and chemical stability, a high solubility of the doping
elements, and mainly generate a process of charge transfer to the luminescent centers.
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Nanocrystalline ZnO is one of the promising hosts for rare earth and metallic ions
since it has a direct large band gap (3.37 eV), high exciton binding energy (60 meV), and
high thermal and chemical stabilities. Further, the wide luminescence spectrum of ZnO [6]
(covering a part of the UV and most of the visible region) overlaps with the Eu3+ absorption
bands [7], which can generate further processes of excitation transfer. Moreover, as an
effective strategy to improve ZnO photocatalytic activity, doping with metallic ions has
attracted significant attention because these ions could efficiently trap the photoinduced
charge carriers [8,9]. Previously, we have shown a large enhancement of visible light
absorption by doping ZnO NCs with Na+ ions [10], which was due to the formation of an
acceptor level related to NaZn species, as revealed from a photoluminescence (PL) study.
Thereafter, the photocatalytic activities were evaluated. As a result, we have shown that
doping ZnO with Na is a simple and efficient way to achieve a high photodegradation of
organic dyes in water.

On the other hand, several studies conducted thus far have focused on the doping of
ZnO with rare earth (RE) ions [11,12]. As known, Eu3+ is the most-studied RE ion thanks to
its efficient red emission, which is solicited in many applications. In addition, Eu3+ doping
can decrease the optical band gap and improve light absorption in the entire visible region
for maximum utilization of the solar spectrum [13]. Furthermore, the longer charge carrier
lifetime relative to Eu3+ ions is promising for the application of ZnO-Eu3+ as an efficient
photocatalyst under sunlight irradiation. However, the presence of an activator such as Na+

in the ZnO:Eu host can enhance the red luminescence of Eu3+ and extend the charge carrier
lifetime, which is beneficial for the photodegradation of dyes in water. In fact, alkali metals
(Na+, Li+ and K+), which are widely used as sensitizers, can modify the environment around
Eu3+ ions and transfer electrons by interactions since they occupy both substitutional or
interstitial sites and create oxygen vacancies [10]. Othmen et al. [2] showed the successful
insertion of Sm3+ ions into the ZnO crystal lattice and both PL features and photocatalytic
efficiency were optimized for 1.5% doping. The fast and complete photodegradation of RhB
was reported under solar irradiation. Both the PL lifetime and Sm3+ reduction, through
oxygen vacancies, were involved in the photocatalytic mechanism. Deng et al. [14] showed
a beneficial effect of Bi+ in ZnWO4:Dy3+ for the generation of electron-hole pairs and as a
trapping center for reducing their recombination, allowing for a high photodegradation of
dyes under UV light irradiation.

Based on the above-mentioned considerations, the goal of this investigation is to
prepare, by a low-cost method, efficient ZnO:Eu3+/Na+ photocatalysts with longer recom-
bination rates. We investigated the influence of both Eu and Na dopants on the structural,
vibrational, and optical properties of ZnO NCs. The PL features of Eu3+ were optimized
through Na+ content, and its role as an activator is highlighted. The photocatalytic effi-
ciency of the synthesized NCs was assessed through the photodegradation of RhB under
sunlight irradiation at different doping concentrations. Finally, we show the photocatalytic
mechanism and the stability of the best photocatalyst.

2. Experimental
2.1. Samples Synthesis

An economical sol-gel method was adopted for the synthesis of ZnO NCs. The sol was
prepared using 2 g of zinc acetate dehydrate as a starting precursor, europium (III) chloride
hexahydrate and sodium acetate as doping, citric acid as a stabilizer (the number of moles
of citric acid is equal to the sum of the number of moles of cations), and water as a solvent.
After magnetic stirring for 3 h, the sol was dried at 80 ◦C, and the obtained powders
underwent thermal annealing at 500 ◦C for 4 h. The undoped and Eu-doped samples are
termed ZnO and ZnEu, respectively. For codoped samples, the Eu3+ concentration is kept
the same, about 1 at.%, and the Na+ concentration is varied from 1 to 5 at.% (ZnO-1%Eu-
x%Na, x = 1–5). The corresponding samples are denoted as ZnEuNa1, ZnEuNa2, ZnEuNa3,
ZnEuNa4, and ZnEuNa5, respectively.
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2.2. Characterizations

X-ray diffraction (XRD) patterns were collected on a Philips X’Pert diffractometer
(Malvern, UK) supplied with copper X-ray tube (λ = 1.5406 Å), at 40 kV and 100 mA. The
morphology behaviour was examined by Transmission Electron Microscopy (TEM; Japan
Electronics Co., LTD JEM-2100, Tokyo, Japan). Raman spectra were recorded by using a
Labram HR spectrometer equipped with the 488 nm wavelength beam from an Ar laser. A
UV-vis spectrometer manufactured by Perkin Elmer (Lambda 950) was utilized to measure
the diffuse reflectance spectra. PL spectra were obtained by exciting the samples from
Xe-lamp (366 nm) or laser diode (405 nm).

2.3. Photocatalysis

We prepared a mixture of diluted RhB aqueous solution (C = 5 × 10−6 M) and 5 mg
of the ZnO NCs. First, the mixture was kept in dark for 3 h under magnetic stirring to
accomplish the adsorption-desorption equilibrium of RhB with the NCs. After that, the
suspension was irradiated for different time intervals (from 0 min to 120 min) under real sun
light irradiation with estimated intensity of 700 W/m2 (location at Tunis region—month of
september). UV-vis absorption spectra were recorded at different time intervals.

3. Results and Discussion
3.1. XRD Analysis

Figure 1 illustrates the X-ray diffraction patterns of the prepared ZnO NCs. According
to the card JCPDS 01-089-7102, all the diffracted peaks are typical to the hexagonal wurtzite
structure of ZnO [15,16]. The sharp and intense peaks indicate the good crystalline quality
of the prepared ZnO samples. We notice the absence of new peaks for the doped ZnO NCs
which confirms the absence of new phases and indicates the insertion of both the Eu3+ and
Na+ ions into the ZnO lattice without any amorphous component and other additional
crystalline phases. Therefore, the hexagonal phase of the oxide obtained is not affected
by the doping process. Similar results were obtained for other ZnO doping with Mg [17],
Sb [18] and La-Sm-Er [19].
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Figure 1. XRD patterns of undoped and doped ZnO NCs. 

Figure 1. XRD patterns of undoped and doped ZnO NCs.

Moreover, the reduced intensity of the peaks and their broadening with further doping
are indications of the important stress and strain applied to the ZnO NCs related to
the higher mismatch between the ionic radius of the dopants Eu3+ (0.095 nm) and Na+

(0.102 nm) with respect to Zn (0.074 nm) [20].
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The lattice parameters a and c, as well as the volume V of the unit cell were calculated
using the following expression [21]:

1
d2 =

4
3

(
h2 + hk + k2

a2

)
+

l2

c2

V =

√
3

2
a2c = 0.866 a2c

According to Table 1, there is a slight variation in the values of a and c which can
be attributed to the successful insertions of Eu3+ and Na+ ions in the ZnO lattice [22]. In
addition, the c/a ratio remains constant indicating that there is no change in the crystal
structure following the incorporation of doping ions (Eu3+ and Na+). This value is in good
agreement with the standard one (1.6) obtained for ZnO [23].

Table 1. Lattice parameters and volume V of undoped and doped ZnO NCs.

Samples ZnO ZnEu ZnEuNa1 ZnEuNa2 ZnEuNa3 ZnEuNa4 ZnEuNa5

d100 (Å) 2.824 2.815 2.822 2.793 2.792 2.797 2.800

d002 (Å) 2.612 2.606 2.609 2.585 2.585 2.594 2.591

a (Å) 3.261 3.251 3.258 3.225 3.224 3.230 3.233

c (Å) 5.225 5.212 5.219 5.171 5.171 5.188 5.182

c/a 1.602 1.603 1.601 1.603 1.603 1.606 1.602

V (Å3) 48.142 47.712 47.994 46.598 46.558 46.884 46.912

Figure 2 shows a shift of the peaks toward high diffraction angle, which confirms the
effective insertion of the Eu3+ and Na+ ions into the ZnO crystal lattice. On the other hand,
since the ionic radii of doping ions are greater with respect to that of Zn2+, some of the Eu3+

and Na+ ions can occupy interstitial positions in the ZnO lattice [24].

Appl. Sci. 2023, 13, x FOR PEER REVIEW 5 of 19 
 

structures with four or eight Eu atoms, as revealed recently from DFT calculations [25]. 
The present results are in good agreement with those reported for different ZnO doping 
with rare earth’s [2,12] and transition metals (Na+ [10] and Mg2+ [26]). 

35.0 35.5 36.0 36.5 37.0 37.5

 ZnO
 ZnO:1%Eu
 ZnO:1%Eu:1%Na
 ZnO:1%Eu:2%Na
 ZnO:1%Eu:3%Na
 ZnO:1%Eu:4%Na
 ZnO:1%Eu:5%Na

 

 

 

2θ (°)
 

Figure 2. Evolution of the preferred orientation peak (1 0 1) with the doping concentration. 

Crystal imperfections induces lattice strain ε which can be determined from the Wil-
liamson-Hall expression [27]: 

𝛽 cos 𝜃 =  𝑘 λ𝐷 + 4 𝜀 sin 𝜃 

The term βcosθ (y-axis) is plotted against 4sinθ (x-axis) in Figure 3 and ε is calculated 
from the slope. 

0.8 1.0 1.2 1.4 1.6 1.8 2.0 2.2 2.4

0.005

0.006

0.007

0.008

0.009

0.010

0.011

0.012

0.013

0.014

 

 

βcos(θ)

4sin(θ)

 ZnO
 Fit
 ZnO:1%Eu
 Fit
 ZnO:1%Eu:1%Na
 Fit
 ZnO:1%Eu:2%Na
 Fit
 ZnO:1%Eu:3%Na
 Fit
 ZnO:1%Eu:4%Na
 Fit
 ZnO:1%Eu:4%Na
 Fit

 
Figure 3. Williamson Hall plots of undoped and doped ZnO NCs. 

As summarized in Table 2, the lattice strain ε increases with further Na doping, re-
vealing the high imperfections in the lattice induced from the doping process. However, 

Figure 2. Evolution of the preferred orientation peak (1 0 1) with the doping concentration.

The crystallite size D is calculated using the Debye Scherrer equation:

D =
k λ

βcosθ

where k is the shape factor, λ is the X-ray wavelength, β is the peak FWHM, and θ is the
diffracting angle.



Appl. Sci. 2023, 13, 8448 5 of 18

An estimate of the average crystallite size was made for the first three most intense
peaks (Table 2).

Table 2. Crystallite size and strain of undoped and doped ZnO NCs.

Sample ZnO ZnEu ZnEuNa1 ZnEuNa2 ZnEuNa3 ZnEuNa4 ZnEuNa5 Zn
5Na [10]

DD-Sr
(nm) 27.49 18.65 15.94 15.42 15.2 15.30 15.22 -

ε (10−3) 1.81 1.60 1.55 2.01 2.52 3.13 2.90 1.49

DW-H
(nm) 47.63 25.06 20.26 21.19 22.83 26.20 24.57 24.5

The reduction in the crystallite size following Eu3+ and Na+ incorporation indicates
the insertion of the rare earth ions may alter the nucleation of the ZnO nanocrsytallites
and as the mismatch is higher only a small portion of the dopant is tolerated by ZnO.
Thus, the excess of Eu3+ dopant forms Eu-oxide clusters embedded in ZnO, consisting of
structures with four or eight Eu atoms, as revealed recently from DFT calculations [25]. The
present results are in good agreement with those reported for different ZnO doping with
rare earth’s [2,12] and transition metals (Na+ [10] and Mg2+ [26]).

Crystal imperfections induces lattice strain ε which can be determined from the
Williamson-Hall expression [27]:

β cos θ =
k λ

D
+ 4 εsin θ

The term βcosθ (y-axis) is plotted against 4sinθ (x-axis) in Figure 3 and ε is calculated
from the slope.
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As summarized in Table 2, the lattice strain ε increases with further Na doping,
revealing the high imperfections in the lattice induced from the doping process. However,
the reduction of the crystallite size D can be explained from the growth inhibition of the
ZnO crystal by Eu3+ doping. Because of the crystallite size reduction, the specific surface
area of the ZnO NCs will increases which is benefic for the photocatalytic activity.

A TEM image of ZnEuNa4 sample is shown in Figure 4a. It shows the formation
of quasi-uniform spherical nanoparticules with diameters in 15–25 nm range, which is
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in good agreement with the XRD analysis. Energy dispersive X-ray spectroscopy (EDS)
mapping on 2 × 2 µm2 area was provided for the sample ZnEuNa4, to determine the
compositional elements of the ZnEuNa4 sample (Figure 4b). As expected, the spectrum
showed the presence of Zn, O, Eu and Na elements, in the atomic % 48.29, 47.1, 0.96 and
3.65, respectively.
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3.2. Raman Analysis

As revealed from Figure 5, the band relative to the E2(high) mode dominates all the
Raman spectra. It confirms the good crystallinity of the hexagonal wurtzite structure of
ZnO NCs [28]. This band, centered at 437 cm−1, does not show any shift with doping, but
its width decreases with the Eu3+ monodoping and increases with Na+ codoping. The
absence of the peak relating to sodium and its compounds point out that the würtzite phase
of ZnO remains dominant and an effective substitution of Zn2+ by Na+ has been achieved
following doping [10]. The large peak at around 330 cm−1 is attributed to E2(high)–E2(low)
mode. Its presence shows the good crystalline quality of all the samples [9]. However, a
band at 378 cm−1 appears only for the monodoping with Eu3+ ion. This band corresponds
to the vibration mode A1(TO) and its presence confirms the good crystalline quality of the
sample. Indeed, the monodoping allows the Eu3+ ion to fill the vacant site of Zn2+ and
therefore reduces the density of defects in crystal lattice [2]. In addition, a weak abnormal
peak appears around 251cm−1 in the spectrum of the highly Na+ doped sample (ZnEuNa5).
We think it would be related to the B1(low) silent mode [17]. In fact, the high Na+ doping
can deform the crystal lattice and break the selection rules, which activates the silent Raman
modes in the lattice [29].
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The band located around the frequency 580 cm−1, related to A1(LO) mode, decreases
in intensity with Eu3+ monodoping, which implies a reduction in the density of defects.
However, it increases with the Na+ content which leads to the creation of other defects in
the structure due to, on the one hand, the large ion radius of Na+ ion compared to Zn2+ ion,
and on the other hand to the low solubility of transition metals in the ZnO lattice.

The non-appearance of additional vibration modes, corresponding to secondary
phases, confirms the insertion of Eu3+ and Na+ ions in the ZnO structure. In addition, the
fact that the Raman peaks do not show a shift is a sign that doping causes little deformation
in the ZnO lattice. Thus, the Raman and XRD results are in good agreement.

3.3. XPS Analysis

To further verify the successful co-doping of Eu and Na elements in ZnO nanocrystals,
XPS data were investigated to evidence the different chemical composition, transition states
and functionality of both doping elements.

Figure 6a shows the full-survey spectrum of the Eu/Na co-doped sample and the
presence of expected Zn, O, Eu, and Na elements, which demonstrates the purity of the
ZnO phase. Figure 6b) depicts highly symmetric peaks centered at 1021.5 eV and 1044.5 eV,
attributed to Zn 2p3/2 and Zn 2p1/2 levels, respectively, which is consistent with the
expected material [30]. Furthermore, the dominance of the Zn 2p3/2 peak over the Zn 2p1/2
one indicates that most of Zn at the surface exist in the ionic form Zn2+ [18]. The Eu scan
(Figure 6b) shows two intense peaks centered at 1134.1 eV and 1163.6 eV are assigned
to Eu3+(Eu3d5/2) and Eu3+(Eu3d3/2) spin-orbit splitting core levels, which evidence the
successful doping of the europium ions in the ZnO lattice [31]. However, the peaks centered
at 1136.7 eV and 1166.3 eV can be attributed to Eu2+(Eu3d5/2) and Eu2+(Eu3d3/2) spin-orbit
splitting core levels. Their presence provides a partial reduction of Eu3+ to Eu2+ in the
ZnO host to keep charge valence when Eu3+ substitutes Zn2+ [32]. In addition, the high
resolution of O1s was deconvoluted into principal peaks (see Figure 6c). The intense one
located at 530.28 eV could be assigned to the lattice oxygen bound with zinc (Zn-O). While
the other peak at 531.7 eV is more probably relative to the oxygen defects on the nanocrystal
surface. The peak at 1071.7 eV is assigned to the Na1s level, for Na doping [33].

3.4. UV-Visible Measurements

Figure 7 illustrates the absorption spectra of the ZnEuNa NCs. Using these data, the
band gap energy of direct transition is determined. As shown in Table 3, the values of
Eg varied in the range 3.23–3.28 eV, and are comparable with those obtained for ZnO:Eu
nanoparticles by B. Poornaprakash et al. [34]. The incorporation of the Eu3+ ion does not
allow a significant change in the Eg value. However, Eg decreases following codoping by
Na+ ions. In fact, the simple doping with Eu3+ ions decreases the density of defects since
these ions occupy the vacant sites of Zn. Therefore, the crystallinity of ZnO is improved by
simple doping at a low level. However, the addition of Na+ ions with larger ionic radii in
respect of Zn, can create various defects in the crystal lattice. For lower concentration, the
Na+ ion substitutes the Zn2+ which migrate to interstitial sites and act as deep donor levels
positioned close to the conduction band. Likewise, the zinc vacancies (VZn) act as acceptor
defects located near the valence band. Thus, most transitions occur between the energy
levels located at the edges of the bands related to the deep defects (zinc vacancy VZn and
Zinc interstitial Zni) [35]. The more Na+ ions are introduced, the more the concentration of
defects and the densities of energy levels at the edges of the bands are high, thus reducing
the energies of the transitions. Similar shifts in gap energies have been reported [36,37].
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Table 3. Variation of Eg and Eu with the doping concentration.

Samples ZnO ZnEu ZnEuNa1 ZnEuNa2 ZnEuNa3 ZnEuNa4 ZnEuNa5 Zn5Na
[10]

ZnEu
[13]

Eg (eV) 3.27 3.28 3.27 3.25 3.24 3.23 3.26 3.38 3.31

Eu (eV) 0.092 0.074 0.094 0.102 0.108 0.103 0.100 0.108 -

The UV-visible curves exhibit a band tail (inset Figure 7) corresponding to the well-
known Urbach energy Eu. The absorption coefficient α in this zone is depicted as [38]:

α = α0exp
((

hv− Eg
)

/Eu)

The decrease in the Urbach energy after Eu3+ doping (Table 3) confirmed the reduction
in the defects density, as previously mentioned. It confirms the improvement in crystalline
quality of the samples. However, the value of Eu increases with codoping rate up to 3% Na+

concentration, which shows the creation of additional defects by the incorporation of this
element whose ionic radius is larger than that of Zn2+. Beyond 3% in Na+ ion, Urbach’s
energy gradually decreases because sodium limits the formation of ZnO NCs and it will be
located on the surface.

In conclusion, the variations of both Eg and Eu with the added Na+ concentration
show the successful dopant insertion in the lattice with a tendency to affect the ZnO
crystallinity [23].

3.5. Luminescence Study

The emission of the elaborated NCs (Figure 8) was studied under an excitation wave-
length of 366 nm from a Xenon lamp using an optical filter which cuts up to 410 nm. As
a result, the exciton band of ZnO does not appear in the spectra. This is normally cen-
tered at 370 nm and the ratio of its intensity to that of visible band characterizes the ZnO
crystallinity [15]. Moreover, no PL bands relative to Eu3+ appear because the excitation
wavelength is not resonant for any energy transition in Eu3+.
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Figure 8 shows two kinds of emission for ZnO NCs. The first type, revealed by the
intense band in the blue-violet range (~415 nm), results from the transition of the level
defects of Zinc interstitial (Zni) to the valence band or also from the conduction band to the
level of zinc vacancies (VZn) which is located slightly above the valence band. The intensity
of this band increases slightly with Na+ content in ZnO. As it has been reported previously,
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Na+ ion can occupy a Zn site to form the acceptor complexe NaZn whose energy level is
located near the valence band [39]. Thus, the formed acceptor complex contributes to the
blue-green emission from ZnO nanocrystals. The second type of emission is presented by
the wide band located in the visible region It originates from various oxygen defects in
ZnO such as oxygen vacancies (VO), oxygen interstitials (Oi) and oxygen anti-sites [40].
For undoped ZnO NCs, the large PL band suggests the contribution of all types of oxygen
defects. However, the disappearance of this band is noticed after doping with Na+ ion.

In order to show the emission peaks related to Eu3+ ions, we have chosen to excite
the samples by the 405 nm wavelength. Figure 9 shows the well-known emission peaks
assigned to the intra-4f shell transition 5D0 → 7Fj (j = 1–4) in Eu3+ ion [41]. The ob-
served peaks correspond to 5D0 → 7F1 (at 591 nm), 5D0 → 7F2 (at 615 nm), 5D0 → 7F3
(at 650 nm) and 5D0 → 7F4 (at 695 nm) [42]. The most intense emission is related to
5D0 → 7F2 which arises from the electric-dipole transition, allowed when the Eu3+ ion is
found on a site of low symmetry. We cannot exclude that the emission arises from a fraction
of Eu3+ located at the surface of the ZnO nanocrystal [43].

Appl. Sci. 2023, 13, x FOR PEER REVIEW 11 of 19 
 

500 600 700
0

2

4

6

PL
 in

te
ns

ity
 (a

.u
.)

λ (nm)

 ZnO
 ZnO: 1% Eu
 ZnO: 1% Eu: 1% Na
 ZnO: 1% Eu: 2% Na
 ZnO: 1% Eu: 3% Na
 ZnO: 1% Eu: 4% Na
 ZnO: 1% Eu: 5% Na

 
Figure 9. PL spectra of undoped and Eu, Na codoped ZnO NCs for λexc = 405 nm. 

In addition, the red emission is observed for all NCs codoped (Eu3+/Na+) which shows 
that the Eu3+ ions are active in the ZnO NCs despite the thermal annealing not being per-
formed at high temperature. The PL intensity is improved by Na+ addition till 4 at.% and 
then decreases. The Eu3+ emission is governed from an excitation transfer process from 
Na+ ions which act as sensitizers for Eu3+ [44]. In addition, the disappearance of the visible 
band of ZnO after doping with Eu3+ ions is a sign of excitation transfer from deep levels 
to Eu3+ ions. 

The PL decays, measured for the emission relative the 𝐷଴ହ → 𝐹2 ଻  transition, con-
firm the excitation process of Eu3+ ions (Figure 10). In fact, the PL lifetime increases from 
0.173 ms for Eu3+ monodoped ZnO to 0.366 ms after 1%Na+ addition (Table 4). Then, it 
increases considerably with further Na+ addition and reaches 0.67 ms for the ZnEuNa4 
sample, indicating the important role of the sodium ions as activator of Eu3+ ones. The 
high mobility of Na+ ions and their interactions with Eu3+ lead to an important charge 
transfer that is reflected by the considerable improvement of the luminescence properties. 
It is known that Na incorporation in ZnO leads to the formation of NaZn complexes, acting 
as acceptor levels [10]. The transitions from the ZnO conduction band to such NaZn levels 
are at the origin of the violet emission which is close to the energy of the 𝐷ଶହ → 𝐹2 ଻  
transition of Eu3+ (405 nm). Thus, an easy and resonant excitation transfer from these levels 
to Eu3+ is evidenced. 

0 1 2 3

0.00

0.05

0.10

0.15

PL
 in

te
ns

ity
 (a

.u
.)

t (ms)

 Na0
 FitNa0        τ = 0.173 ms

 

0.0 0.5 1.0 1.5 2.0 2.5

0.0

0.2

0.4

0.6

0.8

1.0

Na1     τ = 0.366 ms

PL
 in

te
ns

ity
 (a

.u
.)

t (ms)

 Na1
 Fit

 

Figure 9. PL spectra of undoped and Eu, Na codoped ZnO NCs for λexc = 405 nm.

In addition, the red emission is observed for all NCs codoped (Eu3+/Na+) which
shows that the Eu3+ ions are active in the ZnO NCs despite the thermal annealing not being
performed at high temperature. The PL intensity is improved by Na+ addition till 4 at.%
and then decreases. The Eu3+ emission is governed from an excitation transfer process
from Na+ ions which act as sensitizers for Eu3+ [44]. In addition, the disappearance of the
visible band of ZnO after doping with Eu3+ ions is a sign of excitation transfer from deep
levels to Eu3+ ions.

The PL decays, measured for the emission relative the 5D0 → 7F2 transition, confirm
the excitation process of Eu3+ ions (Figure 10). In fact, the PL lifetime increases from
0.173 ms for Eu3+ monodoped ZnO to 0.366 ms after 1%Na+ addition (Table 4). Then, it
increases considerably with further Na+ addition and reaches 0.67 ms for the ZnEuNa4
sample, indicating the important role of the sodium ions as activator of Eu3+ ones. The high
mobility of Na+ ions and their interactions with Eu3+ lead to an important charge transfer
that is reflected by the considerable improvement of the luminescence properties. It is
known that Na incorporation in ZnO leads to the formation of NaZn complexes, acting as
acceptor levels [10]. The transitions from the ZnO conduction band to such NaZn levels are
at the origin of the violet emission which is close to the energy of the 5D2 → 7F2 transition
of Eu3+ (405 nm). Thus, an easy and resonant excitation transfer from these levels to Eu3+

is evidenced.
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Table 4. Variations of PL lifetime and kinetic constant with the doping concentration.

Samples ZnO ZnEu ZnEuNa1 ZnEuNa2 ZnEuNa3 ZnEuNa4 ZnEuNa5

PL lifetime τ (ms) - 0.173 0.366 0.467 0.527 0.673 0.842

Kinetic constant
(10−3 min−1) 4.14 4.16 8.61 9.54 11.63 21.16 14.49

photodegradation
percentage (%) 40 40 64 68 75 93 82

Further, we think that the achievement of relatively longer recombination times is
promising for possible application of the present NCs in several fields such as optoelectron-
ics, photovoltaics and photocatalysis.
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3.6. Photocatalytic Study

The evolution of the photocatalytic degradation of RhB at different concentrations
of doping is presented in Figure 11. The photodegradation rate is determined from
the expression:

Degradation rate (%) =
A0 −At

A0
× 100
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Figure 11. Relative photocatalytic activity of ZnO:Eu:Na NCs under sunlight irradiation.

A0 and A represent the absorbances of the RhB solution before and after irradiation
during a time t, respectively.

The photodegradation rate of RhB in solution without photocatalyst is only about 5%
after 120 min of irradiation. However, in the presence of the undoped ZnO photocatalyst,
the photodegradation rate reaches 40%, in the same conditions. Interestingly, with the
presence of ZnO-Eu-Na photocatalyst, the photodegradation rate further increased and
reached about 93% for the same time of solar irradiation (Table 4). In addition, the ZnEuNa4
sample exhibits the greatest efficiency of photocatalytic degradation. When the result of this
degradation reaction as a function of irradiation time are plotted (ln(A0/A) = f(t)), a linear
curve is obtained (Figure 12), indicating a reaction with first order kinetic [45]. From Table 4,
there is an improvement in the rate of photocatalytic oxidation of RhB, especially for the
ZnEuNa4 photocatalyst, which clearly proves the influence of doping and its importance
in the photodegradation of pollutant.
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the photodegradation rate reaches 40%, in the same conditions. Interestingly, with the 
presence of ZnO-Eu-Na photocatalyst, the photodegradation rate further increased and 
reached about 93% for the same time of solar irradiation (Table 4). In addition, the 
ZnEuNa4 sample exhibits the greatest efficiency of photocatalytic degradation. When the 
result of this degradation reaction as a function of irradiation time are plotted (ln(A0/A) = 
f(t)), a linear curve is obtained (Figure 12), indicating a reaction with first order kinetic 
[45]. From Table 4, there is an improvement in the rate of photocatalytic oxidation of RhB, 
especially for the ZnEuNa4 photocatalyst, which clearly proves the influence of doping 
and its importance in the photodegradation of pollutant. 
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Figure 12. Photodegradation kinetics of RhB using the ZnO: Eu: Na photocatalysts. 
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The dominant species contributing to the RhB photodegradation can be identified by
proceeding to a study of scavenger addition. For this goal, we added Ethanol and Benzo-
quinone (BQ) to the mixture during the irradiation for the quenching of the hydroxyl [46,47]
and superoxide [48] radicals, respectively. As shown in Figure 13, the photodegradation ef-
ficiency reaches 90% in the absence of scavengers for the ZnEuNa4 photocatalyst. However,
the efficiency is limited to 32% and 19% in the presence of ethanol and BQ, respectively.
The less capability of RhB degradation in the presence quenching agents proves that the
hydroxyl and superoxide radicals are the major species in the presence of the photocatalysts
and react identically to insure the RhB photodeterioration under sunlight irradiation.
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Figure 13. Effects of scavengers on the photocatalytic efficiency of ZnEuNa4 photocatalyst.

To test the stability of the ZnEuNa4 photocatalyst, the powder was centrifuged and
washed with absolute ethanol and DI water after each cycle of photodegradation. As shown
from Figure 14, the recycled usage has no appreciable effect on the photocatalytic properties
of ZnEuNa4 photocatalyst till four runs, showing its high efficiency and its good stability.
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Figure 14. Cycling photocatalysis experiment in the presence of ZnEuNa4 photocatalyst under
sunlight irradiation.
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Photocatalytic Mechanism

The main condition for an effective semiconductor photocatalyst is the high photon
absorption capacity, generation, separation, and transfer of electron-hole pairs to the
surface [49].

In the present case, since most of the photons emitted from the sun has less energy
than the band gap of ZnO, it is suggested that the photocreated electrons and holes are
assisted by deep energy levels associated to the various defects in ZnO host, particularly
the single oxygen defects V+

O , which show the dominant emission:

ZnO + V+
O

visible excitation−−−−−−−−−→ V+
O + e− + h+ → Vo + h+
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The water molecules localized on the surface of ZnO nanocrystals can capture the
generated holes in the valence band to produce hydroxyl radicals OH�:

H2O + h+ → OH� + H+

Also, the excited electron in the conduction band can be captured by O2 molecules to
form the superoxide radical O−�2 which is a stronger radical anion for RhB decomposition:

O2 + e− → O−�2

The hydroxyl and superoxide radicals are known as extremely strong oxidant for the
decomposition of dye molecules [50] (Figure 15a):

RhB + OH� → RhB(intermidiates)→ CO2 + H2O

RhB + O−�2 → RhB(intermidiates)→ CO2 + H2O
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Figure 15. Proposed photocatalytic mechanism under sunlight irradiation for: (a) undoped ZnO and
(b) ZnEuNa4 photocatalysts.

The ZnEuNa4 sample has the best photocatalytic efficiency. The physical process
behind this result is the reduction of the density of oxygen defects, as revealed from the
analysis of the spectra of PL. Indeed, the energy levels related of oxygen vacancy (VO), and
which ensures the separation of charges, are practically eliminated thanks to the doping by
occupying some sites in the lattice.

For the doped ZnO nanostructrures, the extended PL lifetime allows the adsorbed
organic molecules in the ZnO crystallite surface to trap the photogenerated electrons and
prevents their recombination [51–54]. Therefore, the Eu3+ ion undergoes a reduction and
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moves to the unstable Eu2+ state that may transfer its electron to the adsorbed O2 to
form the O−•

2 radical. The formed Eu3+/Eu2+ redox pairs serve as scavangers to trap the
photogenerated carriers and hinder their recombinations, further to promote the visible
light absorption [54]:

Eu3+ + e− → Eu2+

Eu2+ + O2 → Eu3+ + O−�2

RhB + O−�2 → RhB(intermidiates)→ CO2 + H2O

Here it is important to mention that the presence of Eu3+/Eu2+ could form a midgap
states in ZnO band gap. Further, under visible light irradiation, photo-generated electrons
at Eu energy bands could be excited to the conduction band of ZnO.

Simultaneously, the photocreated holes could participate in two-step excitation process
(first transition: valence band—vacancies level; second transition: vacancies level –Eu
midgap states) and react with adsorbed water to create a highly reactive hydroxyl radical
(Figure 15b).

H2O + h+ → OH� + H+

RhB + OH� → RhB(intermidiates)→ CO2 + H2O

Further to its role as sensitizer of Eu3+ ions, Na+ may form dipoles with other species
which promotes the separation of the photocreated electron-hole pairs and enhances the
absorption of the photocatalyst.

4. Conclusions

ZnO:Eu:Na nanocrystals were synthesized from a simple solgel method. XRD, Raman
and XPS analysis showed the incorporations of both Eu3+ and Na+ ions in the ZnO lattice
without altering the structure. The PL study showed the role of Na+ ions as sensitizers for
the excitation of Eu3+ ions. The process of excitation transfer from ZnO intrinsic defects and
Na+ ions was confirmed by PL lifetimes. The photocatalytic efficiency of ZnO:Eu:Na NCs
for the degradation of RhB under sunlight irradiation was improved by further Na+ doping.
The ZnEuNa4 photocatalyst was almost stable after four runs and was the most effective
with the high kinetic rate constant k = 21.16 × 10−3 min−1. By testing the quenching
agents, both superoxide and holes are suggested as the main active species in the presence
of the ZnEuNa4 photocatalyst under sunlight irradiation. The proposed photocatalytic
mechanism involves the capture of photogenerated electrons by oxygen vacancies due to
longer recombination rates. We have shown that oxygen vacancies induce the reduction of
Eu3+ ions which result in the formation of further O−•

2 and OH• radicals, which are the
key agents for RhB decomposition.

The synthesized ZnO:Eu:Na photocatalyst along with its high efficiency and stability
is a potential candidate for decomposition of dyes. Further, the good PL features and the
significantly longer lifetimes could be beneficial in some optoelectronic applications, such
as red light-emitting devices.
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