This article was downloaded by: [Changchun Institute of Optics, Fine Mechanics and
Physics]

On: 04 September 2012, At: 23:13

Publisher: Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered
office: Mortimer House, 37-41 Mortimer Street, London W1T 3JH, UK

Integrated Ferroelectrics: An

INTEGRATED International Journal
FERROELECTRICS Publication details, including instructions for authors and
v e subscription information:
http://www.tandfonline.com/loi/ginf20
P-doped ZnO Nanoparticals Synthesized

by Thermal Decomposition

Xuan Fang 2", Xiaohua Wang ®® , Shuangshuang Pu 2 , Jinhua Li ®®
, Zhipeng Wei ® , Fang Fang *® , Shuang Li *® , Fei Wang ® & Dongxu
- Zhao ¢

& School of Science, Changchun University of Science and
Technology, Changchun, 130022, China

® International Joint Research Center for Nanophotonics and
Biophotonics, Changchun University of Science and Technology,
Changchun, 130022, China

¢ Key Laboratory of Excited State Processes, Changchun Institute of
Optics, Fine Mechanics and Physics, Chinese Academy of Sciences,
Changchun, 130022, China

Version of record first published: 13 Jun 2012

To cite this article: Xuan Fang, Xiaohua Wang, Shuangshuang Pu, Jinhua Li, Zhipeng Wei, Fang Fang,
Shuang Li, Fei Wang & Dongxu Zhao (2012): P-doped ZnO Nanoparticals Synthesized by Thermal
Decomposition, Integrated Ferroelectrics: An International Journal, 137:1, 143-148

To link to this article: http://dx.doi.org/10.1080/10584587.2012.687324

PLEASE SCROLL DOWN FOR ARTICLE

Full terms and conditions of use: http://www.tandfonline.com/page/terms-and-conditions

This article may be used for research, teaching, and private study purposes. Any
substantial or systematic reproduction, redistribution, reselling, loan, sub-licensing,
systematic supply, or distribution in any form to anyone is expressly forbidden.

The publisher does not give any warranty express or implied or make any representation
that the contents will be complete or accurate or up to date. The accuracy of any
instructions, formulae, and drug doses should be independently verified with primary
sources. The publisher shall not be liable for any loss, actions, claims, proceedings,



http://www.tandfonline.com/loi/ginf20
http://dx.doi.org/10.1080/10584587.2012.687324
http://www.tandfonline.com/page/terms-and-conditions

Downloaded by [Changchun Institute of Optics, Fine Mechanics and Physics] at 23:13 04 September 2012

demand, or costs or damages whatsoever or howsoever caused arising directly or
indirectly in connection with or arising out of the use of this material.




Downloaded by [Changchun Institute of Optics, Fine Mechanics and Physics] at 23:13 04 September 2012

Integrated Ferroelectrics, 137:143-148, 2012 Taylor & Francis
Copyright © Taylor & Francis Group, LLC Taylor & Francis Group
ISSN: 1058-4587 print / 1607-8489 online

DOLI: 10.1080/10584587.2012.687324

P-doped ZnO Nanoparticals Synthesized
by Thermal Decomposition

XUAN FANG,!* XIAOHUA WANG,"** SHUANGSHUANG
PU,! JINHUA LIL'2 ZHIPENG WEIL' FANG FANG,'*
SHUANG LI, FEI WANG,! AND DONGXU ZHAO?

!School of Science, Changchun University of Science and Technology,
Changchun 130022, China

International Joint Research Center for Nanophotonics and Biophotonics,
Changchun University of Science and Technology, Changchun 130022, China
3Key Laboratory of Excited State Processes, Changchun Institute of Optics,
Fine Mechanics and Physics, Chinese Academy of Sciences,

Changchun 130022, China

Phosphorus doped ZnO nanoparticles have been synthesized by simple thermal decom-
position. By adjusting the concentration of reaction sources, different doping concen-
trations nanoparticals were obtained and kept wurtzite structure. The EDX and XPS
results confirmed P incorporated in ZnO lattice and formed Pz,-2Vz, complex acceptor.
In low temperature PL spectra and temperature dependent PL spectra, the emission
peak located at 3.350 eV, 3.310 eV and 3.241 eV could be observed which were at-
tributed to A’X, FA and DAP. Then, the increasing of P-doping concentrations would
cause the energy of acceptor bound exciton became lower, and enhance the intensity of
FA emission.

Keywords P-doped ZnO; nanoparticles; thermal decomposition and photolumines-
cence

1. Introduction

Due to large bandgap energy and high excition binding energy, low dimensional ZnO
nanostructures have many applications on photodetectors [1-3], nanolasers [4, 5], solar
cells [6, 7] and nanogenerator have been investigated extensively [8, 9]. However, in
the research process of ZnO realm, obtainment of p-type ZnO is still a major challenge
becaused of self-compensation effect, low doping efficiensy [10, 11]. At present, I1I-V
group elements, especially for Phosphorus has been considered as the excellent dopant
for p-type doping in ZnO, owing to the shallow acceptor level in ZnO [12, 13]. Many
research works about synthesizing P-doped ZnO nanostructures by CVD, PLD and other
methods have reported. Solid P,Os and Zn3P, or Zinc Oxide were usually used as reaction
sources [11, 14, 15]. In our previous work, P-doped ZnO nanorods had been synthesized
by hytrothermal method and homojunctions had been realized [16]. In addition, Yu also
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reported stable P-doped ZnO nanwires synthesized in this way [13]. A stable p-type ZnO
can be obtained.

In this paper, different doping concentrations ZnO nanoparticals were synthesized.
The morphologies and structures were measured by SEM, XRD. And low temperature PL
and temperature dependent PL. were used to characterize the relationship between doping
concentrations and optical property. The formation mechanism of this nanoparticles was
discussed.

2. Experiments

0.01M zinc acetate, HMT and required amount NH,H,PO,4 were dissolved in aqueous
solution. The white products were isolated by centrifugation and cleaned by water. At last,
the samples were annealed at 850°C for 1h under Ar, ambient.

The samples were investigated by field-emission scanning electron microscopy
(FESEM, Hitachis-4800), energy-dispersive X-ray spectroscopy (EDS, GENE SIS 2000
XMS 60S, EDAX, Inc.) attached to the SEM, and a D/max-RA X-ray spectrometer
(Rigaku). Photoluminescence (PL) measurements were performed using a He—Cd laser
line of 325 nm as the excitation source.

3. Results and Discussion

SEM images of as-grown samples were shown in Fig. 1. Figure la shows doping con-
centration about 5% P-doped ZnO nanoparticles, the diameter of the particle was about
500 nm and some particles formed larger nanocluster. From the insert of Fig. 1a, we could
see that these particles were also composed of smaller particles. Figure 1b shows 10%
P-doped ZnO nanoparticles, the morphology and size of particle didn’t change a lot. The
composition analysis of as-grown nanoparticles is shown in Fig. 1c. The peaks from Zn,
O and P can be observed in the EDX spectrum, the intensity ratios among the Zn, O
and P peaks suggest that the P content in the nanoparticles was approximately 5 atom%,
revealing the possibility of incorporation of P entering into the ZnO nanoparticles. How-
ever, because of the limit of EDX analysis, only the surface layer elements of as-grown
nanoparticles could be detected. The chemical composition of the P-doped ZnO nanopar-
ticles were further analyzed to prove P doped into the ZnO nanoparticles by the XPS.
Figure 1d shows the samples before and after annealing XPS spectrum. The peaks located
at 531.8 eV, 1021.8 eV and 1044.7 eV were corresponding to the binding energies of O
(1s) and Zn (2p3/2) and (2p1/2), respectively in ZnO nanoparticles (shown in Fig. S1). And
the peak located at 133.5 eV was originated from the P (2p), which was not observed in
unannealing samples. this result indicates that as-samples contains P which agrees with the
previous reports [13, 15, 17]. The XPS result clearly show that the doped ZnO nanoparticles
contain P.

Figure 2 shows the XRD pattern of as-grown samples. For each sample, all the observed
diffraction peaks can be indexed to a ZnO wurtzite structure. The ZnO (002) diffraction
peak is dominance demonstrates that the samples had a preferred orientation along the
c-axis direction. For comparison, a typical XRD pattern of undoped ZnO was also shown,
compared to undoped ZnO, the (002) diffraction peak of 5% P-doped ZnO nanoparticles
shifted to large-angle. For 10% P-doped ZnO nanoparticles, the (002) diffraction peak
shifted larger. XRD results confirmed P diffused into the ZnO lattice and formed Pz,-2V,
complex acceptor [11, 16].
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Figure 1. (a), (b) SEM images of 5% P-doped ZnO and 10% P-doped ZnO nanoparticles, respec-
tively; (c) EDX spectrum of annealed P-doped ZnO; (d) XPS spectrum of annealed P-doped ZnO and

unannealed samples.

According to above results and our previous work, [16] the P doping occurred during
Zn3(POy4), thermal decomposition process. The synthesizing of Zn3 (PO, ), were as follows:

NH4H,PO, + H,O — NH; + 3H* 4 [PO;]*~
2[PO; P~ +3Zn*t — Zn3(PO,), |

Intensity (a.u.)
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Figure 2. XRD pattern of 5% P-doped ZnO, 10% P-doped ZnO nanoparticles and undoped ZnO.
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Figure 3. (a) Low-temperature PL spectra of 5% P-doped ZnO, (b) temperature-dependent PL
spectra of 5% P-doped ZnO, (c) Low-temperature PL spectra of 10% P-doped ZnO, (d) temperature-
dependent PL spectra of 10% P-doped ZnO.

NH4H,PO, dissolved in aqueous solution and released [PO5]3~. Then Zn3(POy),
precipitate would formed. The Zn3(POy), thermal decomposition would cause P atoms
diffused into the ZnO crystal lattice and formed accepter dopants.

Figure 3 shows the low temperature PL spectra and temperature dependent PL spectra
of different doping concentration P-doped ZnO nanoparticles. The low temperature PL
spectra of 5% P-doped ZnO nanoparticles could be well fitted by five Gaussian peaks,
which were located at 3.363, 3.350, 3.310, 3.241 and 3.169 eV, respectively (shown in
Fig. 3a). And the dominant peak located at 3.350 eV could be assigned to acceptor
bound exciton (A°X), which was usually observed in P-dope ZnO nanostructures [15,
18] the peak located at 3.363 eV was attributed to a donor bound exciton (DX) [19].
Because of the intensity of A’X was stronger than DX which indicated that after P
doping, the acceptor level was formed in ZnO[20]. In addition, from the temperature
dependent PL spectra (shown in Fig. 3b), these two peaks located at 3.3310 eV and
3.241 eV can also be observed at room temperature. According to previous reports [18,
20, 16], these peaks were considered to assigned to free electron to the acceptor transition
(FA) and the donor-acceptor pair transition (DAP). The peak located at 3.169 eV was
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assigned to DAP phonon replica (DAP -1LO) because the energy difference with DAP
was 72 meV [16, 18].

For the 10% P-doped ZnO, Fig. 3c shows the low temperature PL spectra at 85 K,
which could also be well fitted by five Gaussian peaks, which were located at 3.361, 3.347,
3.308, 3.229 and 3.158 eV, respectively. Due to the P doping concentration increased,
the dominant peak located at 3.347 eV could also be assigned to A’X [15, 18], its peak
position redshifted slightly. It was noted that there appeared a shoulder peak located at
3.361 eV (D%X) [19], becaused the acceptor concentration increased, the intensity of DX
became lower. Correspondingly, FA and DAP located at 3.308 eV and 3.229 eV, the peaks
position redshifted slightly. And the peak located at 3.158 eV was attributed DAP-1LO
[16, 18]. Furthermore, the ability of free electrons to acceptor bound holes transition (FA)
was enhanced. The emission of FA would be enhanced too. With increasing temperature,
the intensity of FA emission was still stronger (shown in Figure 3d). This phenomenon
futher proved the formation of acceptor level related to P doping.

4. Conclusions

In conclusion, different doping concentrations P-doped ZnO nanoparticals were synthesized
by thermal decomposition. The SEM images and XRD pattern showed the P-doped ZnO
nanoparticles consisted of smaller particles and had a c-axis direction orientation. The
incorporation of P was further confirmed by EDX and XPS. The A°X peak at 3.350 eV
and P related peaks at 3.310 and 3.241 eV (FA and DAP) was observed that indicated the
acceptor level related to P was formed and as-grown P-doped ZnO had a p-type conductivity.
With increasing of doping concentration, the peak of A°X shifted slightly (3.347 eV) and
the ability of free electrons to acceptor bound holes transition was enhanced, then the
emission of FA enhanced too.
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Figure S1. XPS spectrum of P-doped ZnO nanoparticles, (a) O spectrum, (b) Zn spectrum.



