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Abstract. High energy ball milling technique was employed to synthesise the undoped ZnO, 5% 
Co and In single doped and Co-In double doped ZnO nanoparticles. Thereafter, the kenosistec 
station equipment was used to scrutinise and monitor the mechano-chemically prepared samples 
for gas sensing application. Ammonia (NH3) gas is being probed at various temperatures and 
concentrations in the present work. In all the current against time plots observed, the undoped 
and double doped ZnO nanoparticles are being favoured at a temperature range 200 – 350 oC. 
Further on, the sensitivity of the undoped and double doped ZnO increase with increasing NH3 
gas concentration. Co doped ZnO nanoparticles were noted to possess a fast recovery while the 
Co-In doped ZnO nanoparticles possessed fast response time at 10 ppm. 

1. Introduction
Over centuries various types of gas sensors such as the optical, electrochemical, catalytic acoustic
and semiconductor have being developed [1]. Semiconducting metal oxide gas detectors such as SnO2-
ZnO [2], ZnO-CuO [3], Fe2O3-ZnO [4] have been investigated over a range of temperatures to detect
most common gases [5], such as H2S, CO, NH3, CH4 and to monitor the environment.  Report by Feng
et al.[6] indicated that enthanol (C2H5OH) gas is highly sensible and reflects fast response for ZnO-
based sensors. The gas sensing properties of SnO2 based sensors are found to be greately influenced
by the size and the Debye length of the polycrystalline SnO2 particles [7]. Mean while, Wang et
al. [8] investigations revealed that the gas sensing process depends mainly on the surface reaction
where the chemical components, temperature, micro/nano-structure of the sensing layer and
humidity play an important role. H2S is an acidic gas with the density slightly higher than that of air.
It is known to have bad odour and is mostly present in industral areas, dumps and sewers. However,
the monitoring of the H2S gas is very important because it is dangerous to humans lives even at low
concentrations [9]. It has been mentioned in several papers that the selectivity and sensitivity of
gas sensors to H2S can be improved through additives of hydrophobic silica [10], ceria or basic
oxides to the sensing element and even doping with nobel metals like Ag to SnO2 [11].  Tamaki et al. [7]
reported on the extreme sensitivity of 5wt.% SnO2-CuO to H2S gas at 200 oC. The one dimensional
metal oxide (nanobelt or nanowire base sensors) have proved to possess numerous advantages, like
higher sensitivity at parts-per-billion (ppb) and above, lower operating temperature and better
compatibility compared to the traditional metal oxide sensors [12]. Wang et al. [13] reported on the ZnO
nanorods arrays prepared using a hydrothermal route for gas sensing application. In the report ZnO
nanorods showed excellent response to NH3 and CO

Proceedings of SAIP2017

SA Institute of Physics ISBN 978-0-620-82077-6 65

mailto:manamela.mf@gmail.com
mailto:thuto.mosuang@ul.ac.za


exposure. Further on the H2 gas sensitivity with detection limit of 20 ppm from room temperature (25  
oC) to 250 oC was also observed. ZnO is known to be transparent to visible light and more electrically 
conductive through doping [14]. The n-type ZnO semiconductor occurs naturally, while the p-type ZnO 
semiconductor can be produced through co-doping techniques (N and Ga dopants) as indicated by 
Joseph et al. [15].  Amongst the high-performance gas sensing devices, ZnO nanorods have being found 
to be sensitive to gases such as H2, NH3 and C2H5OH at room temperature [16]. In the present work ZnO 
nanoparticles are prepared using high energy ball milling method; the method which has been found to 
be adaptable and followed easily. Undoped and doped ZnO nanoparticles are subjected to ammonia 
(NH3) gas to check their sensitivity and selectivity. 

2. Procedure
The high energy ball milling technique was utilised in preparing the undoped ZnO nanoparticles, 5wt.
% of Co-ZnO, In-ZnO and (Co-In)-ZnO nanoparticles samples. These samples were in a powder form;
hence they were sonicated in ethanol for 5 minutes before being placed on the micro-hotplate sensor.
The x-ray diffraction (XRD) and the scanning electron microscopy (SEM) characterisations as discussed
in Manamela et al. [17] were utilised to investigate the structural properties of all the ZnO nanoparticles
considered in this paper. The average crystallite size of the doped and undoped ZnO nanoparticles
ranged from 13 to 18 nm as calculated using Williamson-Hall equation [17]. The KENOSISTEC station
equipment was used to characterise the prepared samples for NH3 gas sensing at various temperatures
(200-350 oC) and concentrations (5 -100 ppm). For gas sensing, the ZnO nanoparticles were mixed with
ethanol before being coated on the surface of the aluminium substrate. The latter was placed between
two Pt electrodes and a heater. The substrates coated with undoped, Co an In doped and Co-In double
doped ZnO nanoparticles were then inserted in a chamber within the KENOSISTEC station machine.
All the samples were subjected to concentrations of 5, 10, 20, 40, 60, 80, 100 ppm of NH3 gas. The
station was maintained at constant voltage of 5 V. The gas flow in and out was maintained at 5 minutes.
Detailed procedures on how a KENOSISTEC sensing station operates can be found on the station
website: www.kenosistec.com [18].

3. Gas sensing applications
The gas sensing applications were performed for the undoped, Co and In single doped and Co and In
(Co-In) double doped ZnO nanoparticles in NH3 gas environment. This NH3 gas detection was
performed at four distinct temperatures: 200, 250, 300 and 350 oC. It must be mentioned that there is no
need to test sensing properties below 200 ºC as the metal oxides like ZnO do not react with NH3 gas at
low temperatures [19].  The response curves in NH3 gas environment are plotted for the said
temperatures as shown in figure 3.1. The undoped and the double doped (Co-In)-ZnO nanoparticles
respond much greater to the NH3 gas with higher current as compared to the In-ZnO and Co-ZnO
nanoparticles. This may be ascribed to the grain sizes of the undoped and (Co-In)-ZnO nanoparticles
being smaller compared to those of In-ZnO and Co-ZnO nanoparticles [17]. This suggest that the Co
and In combined doping induce more inward strains in the ZnO nanoparticle matrix resulting in
decreased volume. All the samples seem to show uneven pattern from 300 oC [20]. This indicates that
the NH3 gas sensors performs badly at higher temperatures. In figure 3.1 (a) it has been noted that at 200
oC the current increases continuously without returning to the reference baseline as the exposure time is
increased. The significance of this is that at 200 oC the undoped and double doped ZnO nanopowder
samples response instantaneously with recovery time.

In order to investigate the behaviour of sensitivity against concentration the equation:
3NH

air

R
R

S = , was 

used. Rgas(NH3) is the resistance in the presence of NH3 gas and Rair is the resistance in the air environment. 
Now Rgas(NH3) contributes 90 % of the response time, while Rair holds 10 % of the recovery time. Figure 
3.2 shows the graphs of sensitivity against concentration. The sensitivity of the undoped ZnO and (Co-
In)-ZnO nanoparticles are constantly increasing with the increasing gas concentration. In addition, it is 
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observed that the double doped ZnO exceeds the sensitivity of the undoped ZnO at 300 oC [21] and 350 
oC. This is in good agreement with what Maswanganye et al. [21] obtained when testing NH3 gas at 300 
oC for (Co-In)-ZnO nanoparticles prepared by sol-gel method. Sensitivity of the undoped ZnO 
nanoparticles drops at 10 ppm but increases rapidly at 20 ppm to 100 ppm in figure 3.2 (a) and (b). The 
Co-ZnO nanoparticles show a decrease in sensitivity as the gas concentration is increased in the 
temperature range 200-300 oC, thereafter experiences an increasing trend at 350 oC. The results suggest 
that the sensitivity of Co-ZnO nanoparticles is very poor at temperatures below 350 oC. Furthermore, 
response and recovery are highly compromised as depicted in figure 3.1 (c) and (d). The behavior is 
evident on the double doped and undoped ZnO nanopowder samples. In general, all this suggest only 
Co-In doped and the undoped ZnO nanopowder samples have reliable sensitivity at 200 – 250 ºC 
temperature range. Non-sensitivity of In-ZnO and (Co-In)-ZnO nanoparticles could still be attributed to 
less reactivity of metal oxide complexes with NH3 gas at low temperatures. Possibly, In3+ ions in theses 
complexes contribute more in retarding the reaction of ZnO and the NH3 gas [19]. In the case of Co-In 
double doped ZnO sample, the grain size effect could come into play, as when the size of the 
nanoparticles are decreased greatly, the melting point also get reduced [22]. 
The response and recovery time for NH3 gas was also investigated at 250 ºC for concentrations of 5, 10, 
20, 40, 60, 80, 100 ppm. In table 1, a 10 ppm concentration has been singled out to depict as reasonably 
low amount of NH3 gas in the atmosphere at elevated temperatures. The single doped Co-ZnO sample 
demonstrates a substantially fast recovery time in all the ZnO nanoparticles tested. On the other hand, 
the double doped (Co-In)-ZnO sample demonstrates the fast response time of the four ZnO nanoparticle 
samples tested. Of course it can also be seen that both the undoped and the double doped ZnO 
nanoparticle samples have the same longest recovery time of all the samples investigated. 

(a) (b) 

(c) (d)

Figure  3.1: The graphs of current against time for the doped and undoped ZnO nanoparticles at various 
temperatures for the concentrations of 10 and 40 ppm respectively. 
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(a) (b) 

(c) (d) 

Figure  3.2: The sensitivity versus NH3 concentration plot for the doped and undoped ZnO nanoparticles at 
various temperatures. 

Table 1. NH3 gas response and recovery time for the doped and undoped ZnO nanoparticles   at 10 ppm. 

Sample Response time (s) Recovery time (s) 

Undoped ZnO 294 304 

Co-ZnO 572 23.0 

In-ZnO 302 302 

(Co-In)-ZnO 289 304 

4. Conclusion
ZnO nanoparticles were successfully synthesised by the high energy ball milling technique. The current
versus time curves show good response and recovery to the NH3 gas at lower temperatures, than at higher
temperatures. In addition, the undoped and (Co-In)-ZnO nanoparticles are more favoured compared to
the Co and In single doped ZnO nanoparticles samples. It has also been observed that the sensitivity of

0 20 40 60 80 100

0.4

0.6

0.8

1.0

1.2

1.4

1.6

1.8 NH
3
 200

O
C

S
en

si
tiv

ity
 (R

a/R
g)

Concentration (ppm)

 undoped ZnO
 5% Co-ZnO
 5% In-ZnO
 5% (Co-In)-ZnO

0 20 40 60 80 100

0

2

NH
3
 250

O
C

S
en

si
tiv

ity
 (R

a/R
g)

Concentration (ppm)

 undoped ZnO
 5% Co-ZnO
 5% In-ZnO
 5% (Co-In)-ZnO

0 20 40 60 80 100

0

2

4

NH
3
 300

O
C

S
en

si
tiv

ity
 (R

a/R
g)

Concentration (ppm)

 undoped ZnO
 5% Co-ZnO
 5% In-ZnO
 5% (Co-In)-ZnO

0 20 40 60 80 100

0

2

4

NH
3
 350

O
C

S
en

si
tiv

ity
 (R

a/R
g)

Concentration (ppm)

 undoped ZnO
 5% Co-ZnO
 5% In-ZnO
 5% (Co-In)-ZnO

Proceedings of SAIP2017

SA Institute of Physics ISBN 978-0-620-82077-6 68



all the ZnO nanoparticles are much higher at 350 oC. The Co-ZnO nanoparticles reflect a descending 
response magnitude with increasing concentration of NH3 gas at lower temperatures. The Co doped ZnO 
nanoparticles possess the fast recovery, whereas the (Co-In) double doped ZnO nanoparticles possess 
the fast response time at 250 oC. 

Acknowledgements 
The authors are grateful for the financial support from UL, NRF and IBSA. National Centre for Nano-
Structures Materials (NCNSM) at CSIR is thanked for characterisation facilities.  

References 

[1] Z. Yunusa, M. N. Hamidon, A. Kaiser and Z. Awang, “Gas sensors: A review,” Sensors and
transducers, vol. 168, pp. 61-75, 2014.

[2] J. H. Yu and G. M. Choi, “Electrical and CO Gas Sensing Properties of ZnO-SnO2
Composites,” Sens. Actuat. B., vol. 52, p. 251–256, 1998.

[3] D. H. Yoon, J. H. Yu and G. M. Choi, “CO Gas Sensing Properties of ZnO-CuO,” Composite.
Sens. Actuat. B, vol. 46, pp. 15-23, 1998.

[4] C. L. Zhu, Y. J. Chen, R. X. Wang, L. J. Wang, M. S. Cao, X. L. Shi, “Synthesis and Enhanced
Ethanol Sensing Properties of α-Fe2O3/ZnO Heteronanostructures.,” Sens. Actuat. B., vol. 140,
p. 185–189, 2009.

[5] W. Göpel and K. D. Schierbaum, “SnO2 Sensors-Current Status and Future Prospects,” Sens.
Actuat. B, vol. 26, pp. 1-12, 1995.

[6] P. Feng,Q. Wan and T. H. Wang, “Contact-controlled sensing properties of flowerlike ZnO
nanostructures,” Appl. Phys. Lett., vol. 87, p. 213111, 2005.

[7] Jun Tamaki, Tomoki Maekawa, Norio Miura and Noboru Yamazoe, “CuO-SnO 2 element for
highly sensitive and selective detection of H2S,” Sensors and Actuators B, , vol. 9, pp. 197-203,
1992.

[8] C. Wang, L. Yin, L. Zhang, D. Xiang and R. Gao, “Metal Oxide Gas Sensors: Sensitivity and
Influencing Factors,” Sensors, vol. 10, pp. 2088-2106, 2010.

[9] T. Maekawa, J. Tamaki, N. Miura and N. Yamazoe, , “Sensing behaviour of CuO loaded SnO2
element for H2S detection,” Chem. Left., vol. 1991, pp. 575-578, 1991.

[10] V. Lantto and P. Romppainen, “Response of some SnO2 gas sensors to H2S after quick
cooling,” J. Electrochem.Soc., vol. 135, pp. 2550-2556, 1988.

[11] J. Lui, X. Huang, G. Ye, W. Lui, Z. Jiao, W. Chao, Z. Zhou and Z. Yu, “H2O detection sensing
characteristic of CuO/SnO2 sensor,” Sensor, vol. 3, pp. 110-118, 2003.

[12] K. Qin, L. Chang-Shi, L. Zhou, L. Yu-Zi, X. Zhao-Xiong, Z. Lan-Sun and L. W. Zhong,
“Enhancing the Photon- and Gas-Sensing Properties of a Single SnO2 Nanowire Based
Nanodevice by Nanoparticle Surface Functionalization,” J. Phys. Chem. C , vol. 112, p. 11539–
11544, 2008.

[13] J. X. Wang, X. W. Sun, Y. Yang, H. Huang, Y. C. Lee, O. K. Tan and L. Vayssieres,
“Hydrothermally grown oriented ZnO nanorod arrays for gas sensing applications,”
Nanotechnology, vol. 17, p. 4995–4998, 2006.

[14] A. Karthigeyan, R.P. Gupta, M. Burgmair , S.K. Sharma, “Influence of oxidation temperature,
film thickness and substrate on NO2 sensing of SnO2 ultra thin films,” Sensors and Actuators B,
vol. 87, p. 321–330, 2002.

Proceedings of SAIP2017

SA Institute of Physics ISBN 978-0-620-82077-6 69



[15] M. Joseph, H. Tabata and T. Kawai, “n-type electrical conduction in ZnO thin films by Ga and N 
Codoping,” Japan. J. Appl. Phys., vol. 38, pp. L 1205-L 1207, 1999.

[16] Y. J. Chen, X. Y. Xue, Y. G. Wang and T. H. Wang, “Synthesis and ethanol sensing
characteristics of single cryystalline SnO2 nanorods,” Appl. Phys. Lett., vol. 87, pp. 233503-
233505, 2005.

[17] M. F. Manamela, T. E. Mosuang and B. W. Mwakikunga, “Structural and optical property
changes of zinc oxide nanopowders doped with cobalt and indium metals mechano-chemically,”
Advanced Materials Proceedings, vol. 3, pp. 213-217, 2018.

[18] M. F. Manamela, “Structural, optical and sensing properties of cobalt and indium doped zinc
oxide prepared mechano-chemically,” MSc Dissertation, UL, Polokwane, 2017.

[19] L. Chmielarz, A. Wegrzyn, M. Wojciechowska, S. Witkowski and M. Michalik, “Selective
catalytic oxidation (SCO) of ammonia to nitrogen over hydrotalcite originated Mg-Cu-Fe mixed
metal oxides,” Catalysis Letters, vol. 141, pp. 1345-1354, 2011.

[20] M. Acuautla, S. Bernardini, M. Bendahan and L. Gallais, “Ammonia sensing properties of ZnO
nanoparticles on flexible substrate,” in Proceedings of the 8th International Conference on
Sensing Technology, Sep. 2-4, Liverpool, UK, 2014.

[21] M. W. Maswanganye, K. E. Rammutla, T. E. Mosuang and B. W Mwakinkunga, “The effect of
Co and In combinational or individual doping on the structural, optical and selective properties
of ZnO nanoparticles,” Sensors and Actuators B, vol. 247, pp. 228-237, 2017.

[22] C-Y. Chen, M-W Chen and J. R. D Retamal, “Surface effects on optical and electrical properties
of ZnO nanostructures,” Pure and Applied Chemistry, vol. 82, pp. 2055 - 2073, 2010.

Proceedings of SAIP2017

SA Institute of Physics ISBN 978-0-620-82077-6 70




