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Abstract

:

This paper introduces a strategy for improving the sensitivity of a gas sensor to NO2 gas. The gas sensor was fabricated using urchin-like ZnO nanostructures grown on MgO particles via vapor-phase growth and decorated with MgZnO nanoparticles via a sol-gel process. The urchin-like ZnO gas sensor decorated with MgZnO showed higher sensitivity to NO2 gas than a pristine urchin-like ZnO gas sensor. When ZnO and MgZnO form a heterojunction, a two-dimensional electron gas is generated. This improves the performance of the fabricated gas sensor. The growth morphology, atomic composition, and phase structure were confirmed through field-emission scanning electron microscopy, energy-dispersive X-ray spectroscopy, and X-ray diffraction, respectively.
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1. Introduction


Metal oxide semiconductors (MOSs) are widely used as a gas sensor material because of their simple structure, easy fabrication, low cost, semi-permanent use, and high reactivity to gases. In a MOS, there are n-type MOSs (where electrons act as charge carriers) and p-type MOSs (where holes act as charge carriers). The majority of MOS-type gas sensors use n-type MOSs, because they are faster than p-type MOSs [1,2,3].



Oxygen vacancies are formed owing to nonstoichiometry in an n-type MOS. This causes oxygen ions (O−, O2−) to be attached on the surface of the MOS, thereby depriving electrons from 200 to 400 °C (Figure 1). The center of the MOS is still semiconducting, but the surface is deprived of electrons and forms an electrical depletion layer [4,5]. When exposed to oxidizing gases, the thickness of this depletion and resistance layer increase, because oxidizing gases take electrons from the MOS. In contrast, when exposed to a reducing gas, the resistance decreases, because the reducing gas returns electrons to the MOS during the course of the reaction with the adsorbed oxygen [6,7,8,9].



ZnO is a representative n-type wide-bandgap MOS material. It is highly efficient for gas sensing owing to its simple fabrication method, high sensitivity to toxic gases, and good biocompatibility [10,11]. When Zn is substituted with Mg in ZnO, MgZnO is synthesized, and the bandgap widens as the ratio of Mg increases [12]. Owing to the difference in radius between Zn and Mg, the lattice constant also changes. The ZnO crystal structure, which is a hexagonal wurtzite, is retained when x is less than 0.3 in MgxZn1−xO [13].



There are three key requirements for gas sensors, namely, selectivity, sensitivity, and speed. To improve these parameters, various methods, such as growing a hierarchical nanostructure, forming a heterojunction with p-type metal oxide semiconductors [14], and decorating with noble metal catalysts [15], have been studied. Vapor-phase growth is one of the ways to enhance performance, as it produces nanostructures with high surface-to-volume ratios. This method is suitable for gas sensors, because it allows for simple fabrication of various MOS-based nanostructures [16].



In this study, urchin-like ZnO nanostructures were grown on indium tin oxide (ITO) glass via vapor-phase growth and decorated with MgxZn1−xO (where x ranges from 0 to 0.3) nanoparticles. These structures were used as a gas sensor. The sensitivity of the gas sensor increased upon using a two-dimensional electron gas (2DEG) generated from a heterojunction of ZnO and MgZnO [17,18].




2. Materials and Methods


The ITO glass substrate was cut to a size of 2 × 2 cm2. The interdigitated ITO electrodes on the glass substrate were patterned using photo lithography (Figure 2a).



To produce 0.025 mol/L MgO slurry, MgO powder (99.99%, Sigma-Aldrich Korea) and deionized (DI) water were poured into a vial and dispersed through ultrasonic treatment for 60 min. The substrate was immersed in buffered oxide etchant (BOE) for 3 s, rinsed with DI water, blown with N2 gas, and heated at 110 °C for 3 min to activate the surface. MgO slurry was dropped on the substrate, which was spin-coated at 2000 rpm for 30 s (Figure 2b).



As shown in Figure 2c, the alumina boat filled with 0.3 g of Zn powder (>150 μm, 99.995%, Sigma-Aldrich Korea) was located in the middle of the tube furnace. The substrate was placed in an alumina boat and positioned between 18 and 20 cm away from the center of the tube furnace. The temperature was raised from room temperature to 900 °C for 40 min while N2 gas (N2: 100 sccm) was flown. The ZnO nanostructures were grown for 1 h via a reaction between the source powder and an N2-O2 mixed gas (N2: 100 sccm, O2: 0.2 sccm), and subsequently, they were slowly cooled. Through this process, urchin-like ZnO nanostructures grown at MgO were obtained (Figure 2d) [19].



The concentration of the mixture of Zn and Mg was fixed at 0.05 mol/L, and the concentration of Mg was changed from 0 to 0.015 mol/L. Zinc acetate dihydrate (Zn(CH3COO)2·2H2O, 99.999%, Sigma-Aldrich) and magnesium acetate tetrahydrate (Mg(CH3COO)2·4H2O, 99%, Sigma-Aldrich) were dissolved in 2-methoxyethanol as a solvent, and 0.2 mol/L of ethanolamine was added as a stabilizer. The solution was stirred at 70 °C and 400 rpm for 2 h and aged at room temperature for 24 h. Then, the solution was dropped on the ZnO nanostructures, and the sample was spin-coated at 3000 rpm for 30 s. The coated samples were dried at 100 °C on a hot plate and annealed at 600 °C in a tube furnace for 30 min (Figure 2e). The following chain of chemical reactions produced the formation of MgZnO nanoparticles via a sol-gel process [20]:


Mg(CH3COO)2 4H2O + Zn(CH3COO)2 · 2H2O → MgxZn1−x(OH)2 + CH3COOH



(1)






MgxZn1−x(OH)2 + MgxZn1−x(OH)2 → MgxZn1−xO + H2O



(2)






MgxZn1−x(OH)2 + MgxZn1−x(CH3COO)2 → MgxZn1−xO + CH3COOH.



(3)







For simplicity, the samples are denoted using the ratio of Mg to the simple integer ratio of Mg and Zn. For example, Mg0.1Zn0.9O-decorated urchin-like ZnO is referred to as 1M-ZnO, whereas Mg0.2Zn0.8O-decorated urchin-like ZnO is referred to as 2M-ZnO.




3. Results and Discussion


3.1. Material Analysis


3.1.1. Field-Emission Scanning Electron Microscopy (FE-SEM) and Energy-Dispersive X-ray Spectroscopy (EDS) Analyses


The morphologies of the specimens were analyzed using field-emission scanning electron microscopy (FE-SEM, SUPRA25, ZEISS, Germany). Figure 3a shows that the nanostructures were networked together. The urchin-like ZnO nanostructures consist of multiple nanowires that grow together from a central point. In Figure 3b, the nanowires were observed to have a thickness between 30 and 50 nm and a length between 600 and 800 nm. The tip of the nanowires is a hexagon without round liquid catalyst droplets. This indicates that the structures were grown via a vapor–solid process (Figure 3c). Figure 3d shows the nanostructures with the added 0.05 M MgZnO nanoparticles, which were shaped as the urchin in Figure 3c. The fact that the structure did not collapse indicates that the surface-to-volume ratio was almost maintained.



The elements of the samples were analyzed using energy-dispersive X-ray spectroscopy (EDS, Ultim Max, Oxford Instruments, UK). The EDS mapping images are shown in Figure 4. It was observed that the urchin-like nanostructures were mainly composed of Zn and O. As Mg was employed as a nanoparticle for decoration, it was detected in the surroundings of the nanostructure. Similarly, O was found in the whole sample, because it was included in both structures and decoration materials.




3.1.2. XRD Analysis


In Figure 5a, the crystal structures of the samples were analyzed using X-ray diffraction (XRD). The XRD pattern was indexed to hexagonal wurtzite ZnO (ICSD number 195802) and In1.91O3.02Sn0.09 (ICSD number 190348). This confirmed that ZnO existed on the gas sensor and that ITO remained after the vapor-phase growth. Even if the composition ratio varied from ZnO to Mg0.3Zn0.7O, the hexagonal wurtzite structure was maintained, but the lattice constant changed owing to the difference in the radius of the element. Therefore, depending on the amount of Mg substituting Zn, the peak of the XRD graph shifted to the right or left [21]. In particular, depending on the Mg content, the (002) peak shifted to the right from 34.239 to 34.356 (Figure 5b).





3.2. Gas-Sensing Mechanism


The bandgap of MgZnO becomes wider as the Mg ratio increases [12]. When a heterojunction is formed by ZnO and MgZnO, which has a sufficiently wide bandgap, the electrons transfer from MgZnO to ZnO, and the Fermi level overpasses the conduction band at ZnO near the interface. As a result, a 2DEG is generated (Figure 6a). Electrons in the 2DEG region have very high mobility and quantized energy levels in one dimension but move freely in the remaining two dimensions [22]. Compared with pristine ZnO, a sudden change in resistance occurs when the sensor is exposed to oxidizing gases because the number of electrons that can participate in the reaction increases (Figure 6b). In other words, 2DEG improves the sensitivity and speed of gas sensors.



The response of urchin-like ZnO nanostructures 0M-ZnO, 1M-ZnO, 2M-ZnO, and 3M-ZnO to 100-ppm NO2 gas was evaluated at 300 °C. The gas-sensing characteristics were investigated in a cleanroom where the relative humidity was kept below 50%. Before starting the reaction of the samples with NO2 gas, at 300 °C, N2 gas was injected until the samples were stabilized. This process is shown on the x-axis in Figure 7a from 0 to 300 s. The change of response was observed by exposing 100-ppm NO2 gas for 300 s. Then, the NO2 gas was removed at 600 s, and the resistance recovered its original state. The response of gas sensors was defined as Rg/Ra, where Ra and Rg are the resistances in N2 gas and in target gas, respectively.



The response of gas sensors to 100-ppm NO2 gas was measured at 300 °C (Figure 7a and Table 1). The gas response of the urchin-like ZnO nanostructures was relatively low, 367.9. In 0M-ZnO, this parameter was improved, reaching a value of 549.9, but the rate of increase was smaller than for the other counterparts. The response of the 1M-ZnO sensor to 100-ppm NO2 was 4264.3. The 2M-ZnO nanostructures provided an enhanced gas response of 5367.4, which was 14.6 times higher than the response of pristine ZnO nanostructures. The highest NO2 response was observed in the 3M-ZnO sensor. In this case, the response of the sample was 10,651.3, which was 29.0 times higher than that of the undecorated ZnO sample. When decorating MgZnO with a higher Mg ratio, the thickness of the 2DEG was increased, and the response was improved.



The response/recovery times were defined as the times to reach 90% of the final equilibrium value. As shown in the inset of Table 1, the response and recovery times of the urchin-like ZnO were 90 and 65 s, respectively. The response and recovery times of the 1M-ZnO, 2M-ZnO, and 3M-ZnO samples were shorter than that of the urchin-like ZnO.



To determine the optimum operating temperature, the response of the 3M-ZnO to 1-ppm NO2 was evaluated as a function of operating temperatures, as shown in Figure 7b. The response rapidly increased at 300 °C and then decreased with a further rise in the operating temperature.



The response of the samples to 100-ppm CO and NH3 at 300 °C are shown in Table 2. The response to CO and NH3 improved as the ratio of Mg increased but were insignificant compared with NO2. The response of MgZnO-decorated ZnO increased in the order of NO2 > NH3 > CO under the same conditions, showing good NO2 selectivity relative to CO and NH3.



In Figure 8, the sensing transients of 3M-ZnO to 1–100-ppm NO2 were measured at 300 °C. The plot was linear, and the response to 1-ppm NO2 was high, with a value of 110. The relationship between the response to NO2 and the concentration of NO2 was nearly linear (with a coefficient of determination R2 = 0.99), as shown Figure 8b. The slope of the concentration-to-response curve was calculated to be 106 using a linear least-squares fit. The detection limit of NO2 was calculated to be 0.24 ppm from the plot when Rg/Ra > 1.5 was used as the criteria for reliable gas detection. A brief summary of some examples about current development of ZnO based gas sensors is listed in Table 3. The observed response of 3M-ZnO was found to be significantly enhanced compared with other ZnO-based gas sensors.





4. Conclusions


We fabricated urchin-like ZnO nanostructures decorated with MgZnO via vapor-phase growth and a sol-gel process. The gas-sensing characteristics were investigated, and the material was analyzed. When exposed to an oxidizing gas, not only electrons in the core portion of ZnO and MgZnO but also electrons in the 2DEG region participated in the reaction, thereby giving rise to a rapid and sensitive reaction. The higher the proportion of Mg, the higher the number of electrons that were induced, indicating higher reactivity. The response and recovery time were decreased by the decoration of MgZnO on ZnO. The 3M-ZnO sensor demonstrated a high response (Rg/Ra = 10,651) to 100-ppm NO2 at 300 °C, a value which is 29 times higher than the response of undecorated urchin-like ZnO.







Author Contributions


Experiments and writing, S.-Y.B., J.L., Y.K., S.-H.L., K.W., and S.L.; Supervision, M.Y.




Funding


This study was supported by the Creative Human Resource Development Program for IT Convergence, which is the BK21PLUS program, in part by Energy Cloud R&D Program (NRF-2019M3F2A1073385) through the NRF (National Research Foundation of Korea) funded by the Ministry of Science, ICT. This work was also supported by the NRF grant funded by the Korean government (MSIT) (No. 2017R1A2B4007526).




Conflicts of Interest


The authors declare no conflict of interest.




References


	



Miller, D.R.; Akbar, S.A.; Morris, P.A. Nanoscale metal oxide-based heterojunctions for gas sensing: A review. Sens. Actuators B Chem. 2014, 204, 250–272. [Google Scholar] [CrossRef]

	



Dey, A. Semiconductor metal oxide gas sensors: A review. Sens. Actuators B Chem. 2018, 229, 206–217. [Google Scholar] [CrossRef]

	



Yamazoe, N. Toward innovations of gas sensor technology. Sens. Actuators B Chem. 2005, 108, 2–14. [Google Scholar] [CrossRef]

	



Ramgir, N.S.; Kaur, M.; Sharma, P.K.; Datta, N.; Kailasaganapathi, S.; Bhattacharya, S.; Debnath, A.K.; Aswal, D.K.; Gupta, S.K. Ethanol sensing properties of pure and Au modified ZnO nanowires. Sens. Actuators B Chem. 2013, 187, 313–318. [Google Scholar] [CrossRef]

	



Galstyan, V.; Comini, E.; Kholmanov, I.; Ponzoni, A.; Sberveglieri, V.; Poli, N.; Faglia, G.; Sberveglieri, G. A composite structure based on reduced graphene oxide and metal oxide nanomaterials for chemical sensors. Beilstein J. Nanotechnol. 2016, 7, 1421–1427. [Google Scholar] [CrossRef]

	



Wang, C.; Yin, L.; Zhang, L.; Xiang, D.; Gao, R. Metal oxide gas sensors: Sensitivity and influencing factors. Sensors 2010, 10, 2088–2106. [Google Scholar] [CrossRef]

	



Morán-Lázaro, J.P.; Guillen-López, E.S.; López-Urias, F.; Muñoz-Sandoval, E.; Blanco-Alonso, O.; Guillén-Bonilla, H.; Guillén-Bonilla, A.; Rodríguez-Betancourtt, V.M.; Sanchez-Tizapa, M.; Olvera-Amador, M.L. Synthesis of ZnMn2O4 nanoparticles by a microwave-assisted colloidal method and their evaluation as a gas sensor of propane and carbon monoxide. Sensors 2018, 18, 701. [Google Scholar] [CrossRef]

	



Yeh, L.-K.; Luo, J.-C.; Chen, M.-C.; Wu, C.-H.; Chen, J.-Z.; Cheng, I.-C.; Hsu, C.-C.; Tian, W.-C. A Photoactivated gas detector for toluene sensing at room temperature based on new coral-like ZnO nanostructure arrays. Sensors 2016, 16, 1820. [Google Scholar] [CrossRef]

	



Asanova-Cháfer, J.; Navarrete, E.; Noirfalise, X.; Umek, P.; Bittencourt, C.; Llobet, E. Gas sensing with iridium oxide nanoparticle decorated carbon nanotubes. Sensors 2019, 19, 113. [Google Scholar] [CrossRef]

	



Huang, X.-J.; Choi, Y.-K. Chemical sensors based on nanostructured materials. Sens. Actuators B Chem. 2007, 122, 659–671. [Google Scholar] [CrossRef]

	



Wang, Z.L. Zinc oxide nanostructures: Growth, properties and applications. IOPScience 2004, 16, 25. [Google Scholar] [CrossRef]

	



Yin, H.; Chen, J.; Wang, Y.; Wang, J.; Guo, H. Composition dependent band offsets of ZnO and its ternary alloys. Sci. Rep. 2017, 7, 41567. [Google Scholar] [CrossRef]

	



Sarikavak-Lisesivdin, B. Numerical optimization of two-dimensional electron gas in MgxZn1−xO/ZnO heterostructures (0.10 < x < 0.30). Philos. Mag. 2013, 93, 1124–1131. [Google Scholar]

	



Kim, H.-J.; Lee, J.-H. Highly sensitive and selective gas sensors using p-type oxide semiconductors: Overview. Sens. Actuators B Chem. 2014, 192, 607–627. [Google Scholar] [CrossRef]

	



Woo, H.-S.; Na, C.W.; Lee, J.-H. Design of Highly Selective Gas Sensors via Physicochemical Modification of Oxide Nanowires: Overview. Sensors 2016, 16, 1531. [Google Scholar] [CrossRef] [PubMed]

	



Lee, J.-H. Gas sensors using hierarchical and hollow oxide nanostructures: Overview. Sens. Actuators B Chem. 2009, 140, 319–336. [Google Scholar] [CrossRef]

	



Brandt, M.; von Wenckstern, H.; Benndorf, G.; Hochmuth, H.; Lorenz, M.; Grundmann, M. Formation of two-dimensional electron gas in ZnO/MgZnO single heterostructures and quantum wells. Thin Solid Film. 2009, 518, 1048–1052. [Google Scholar] [CrossRef]

	



Chin, H.-A.; Cheng, I.-C.; Li, C.-K.; Wu, Y.-R.; Chen, J.Z.; Lu, W.-S.; Lee, W.-L. Electrical properties of modulation-doped rf-sputtered polycrystalline MgZnO/ZnO heterostructures. J. Phys. D Appl. Phys. 2011, 44, 455101. [Google Scholar] [CrossRef]

	



Kwak, C.-H.; Woo, H.-S.; Abdel-Hady, F.; Wazzan, A.A.; Lee, J.-H. Vapor-phase growth of urchin-like Mg-doped ZnO nanowire networks and their application to highly sensitive and selective detection of ethanol. Sens. Actuators B Chem. 2016, 223, 527–534. [Google Scholar] [CrossRef]

	



Kim, M.S.; Kim, T.H.; Leem, J.-Y.; Kim, D.Y.; Kim, S.-O.; Lee, D.-Y.; Kim, J.S.; Kim, J.S.; Son, J.-S. Optical parameters of MgxZn1−xO Thin Films Prepared by Using the Sol-gel Method. J. Korean Phys. Soc. 2012, 60, 830–835. [Google Scholar] [CrossRef]

	



Kasap, S.O. Principles of Electronic Materials and Devices, 3rd ed.; McGrawHill: New York, NY, USA, 2006; pp. 848–852. [Google Scholar]

	



Streetman, B.G.; Banerjee, S.K. Solid State Electronic Devices, 7th ed.; PEARSON: London, UK, 2016; pp. 258–263. [Google Scholar]

	



Zhu, L.; Li, Y.; Zeng, W. Hydrothermal synthesis of hierarchical flower-like ZnO nanostructure and its enhanced ethanol gas-sensing properties. Appl. Surf. Sci. 2018, 427, 281–287. [Google Scholar] [CrossRef]

	



Xiang, Q.; Meng, G.; Zhang, Y.; Xu, J.; Xu, P.; Pan, Q.; Yu, W. Ag nanoparticle embedded-ZnO nanorods synthesized via a photochemical method and its gas-sensing properties. Sens. Actuators B Chem. 2010, 143, 635–640. [Google Scholar] [CrossRef]

	



Zou, C.; Liang, F.; Xue, S. Synthesis and oxygen vacancy related NO2 gas sensing properties of ZnO:Co nanorods arrays gown by a hydrothermal method. Appl. Surf. Sci. 2015, 353, 1061–1069. [Google Scholar] [CrossRef]

	



Zhu, L.; Zeng, W. Room-temperature gas sensing of ZnO-based gas sensor: A review. Sens. Actuators A Phys. 2017, 267, 242–261. [Google Scholar] [CrossRef]

	



Na, C.W.; Woo, H.-S.; Lee, J.-H. Design of highly sensitive volatile organic compound sensors by controlling NiO loading on ZnO nanowire networks. RSC Adv. 2012, 2, 414–417. [Google Scholar] [CrossRef]

	



Lee, J.; Lee, S.-H.; Bak, S.-Y.; Kim, Y.; Woo, K.; Lee, S.; Lim, Y.; Yi, M. Improved sensitivity of α-Fe2O3 nanoparticle-decorated ZnO nanowire gas sensor for CO. Sensors 2019, 19, 1903. [Google Scholar] [CrossRef]








[image: Sensors 19 05195 g001 550] 





Figure 1. Schematic model of n-type metal oxide semiconductor (MOS) gas sensors in normal air, oxidizing gas, and reducing gas. 
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Figure 2. Fabrication steps: (a) patterning ITO substrates, (b) dropping MgO slurry, spin-coating, and drying to disperse MgO particles, (c,d) growing ZnO nanostructures, and (e) decorating with MgZnO. 
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Figure 3. Field-emission scanning electron microscopy (FE-SEM) image of (a) urchin-like ZnO nanostructures growing evenly across the substrate, (b) urchin-like ZnO networks, (c) tips of nanowires, and (d) urchin-like ZnO decorated with MgZnO. 
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Figure 4. Energy-dispersive X-ray spectroscopy (EDS) mapping of urchin-like ZnO decorated with MgZnO. 
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Figure 5. XRD analyses of (a) urchin-like ZnO and (b) ZnO, Mg0.1Zn0.9O, Mg0.2Zn0.8O, and Mg0.3Zn0.7O. 
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Figure 6. (a) Energy diagram of MgZnO/ZnO and (b) schematics of MgZnO/ZnO when exposed to an oxidizing gas. 
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Figure 7. (a) Response of the urchin-like ZnO, 0M-ZnO, 1M-ZnO, 2M-ZnO, and 3M-ZnO to 100-ppm NO2 gas at 300 °C and (b) response of 3M-ZnO to 1-ppm NO2 according to temperatures from 200 to 350 °C. 
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Figure 8. (a) Dynamic response curves of 3M-ZnO with different gas concentrations of NO2 and (b) linear fitted response as a function of NO2 concentration. 
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Table 1. The response, response time, and recovery time of gas sensors to 100-ppm NO2 gas at 300 °C.
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	Sample
	Response (Rg/Ra)
	Response Time (s)
	Recovery Time (s)





	Urchin-like ZnO
	367.9
	90
	65



	0M-ZnO
	549.9
	95
	70



	1M-ZnO
	4264.3
	75
	65



	2M-ZnO
	5367.4
	45
	60



	3M-ZnO
	10651.3
	60
	30
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Table 2. Response of the urchin-like ZnO, 0M-ZnO, 1M-ZnO, 2M-ZnO, and 3M-ZnO to 100-ppm CO and NH3 gas at 300 °C.
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	Target Gas, Concentration
	Urchin-like ZnO
	0M-ZnO
	1M-ZnO
	2M-ZnO
	3M-ZnO





	CO, 100-ppm
	1.1
	1.5
	1.5
	1.6
	2.2



	NH3, 100-ppm
	1.1
	1.6
	1.6
	1.8
	2.4
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Table 3. A brief summary of the sensor response of ZnO-based gas sensors.
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	Material
	Structure
	Target Gas, Concentration (ppm)
	Operating Temperature (°C)
	Gas Response
	Ref.





	ZnO
	nanoflower
	C2H5OH, 400
	350
	30.4
	[23]



	Ag-embedded ZnO
	nanorod
	C2H5OH, 50
	280
	34.8
	[15,24]



	Co-doped ZnO
	nanorod
	NO2, 500
	210
	88
	[25]



	Cr-doped ZnO
	nanorod
	C2H5OH, 400
	300
	45
	[26]



	Mg-doped ZnO
	urchin
	C2H5OH, 5
	350
	343.0
	[19]



	NiO-decorated ZnO
	nanowire
	HCHO, 5
	450
	10.03
	[27]



	α-Fe2O3-decorated ZnO
	nanowire
	CO, 100
	300
	18.8
	[28]



	MgZnO-decorated ZnO
	Urchin
	NO2, 100
	300
	10651.3
	This work











© 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access article distributed under the terms and conditions of the Creative Commons Attribution (CC BY) license (http://creativecommons.org/licenses/by/4.0/).
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