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An Innovative Metal Ions Sensitive 
“Test Paper” Based on Virgin 
Nanoporous Silicon Wafer: Highly 
Selective to Copper(II)
Shaoyuan Li1, Xiuhua Chen2, Wenhui Ma1, Zhao Ding3, Cong Zhang1, Zhengjie Chen1, 
Xiao He1, Yudong Shang2 & Yuxin Zou1

Developing an innovative “Test Paper” based on virgin nanoporous silicon (NPSi) which shows intense 
visible emission and excellent fluorescence stability. The visual fluorescence quenching “Test Paper” 
was highly selective and sensitive recognizing Cu2+ at μmol/L level. Within the concentration range 
of 5 × 10−7 ~50 × 10−7mol/L, the linear regression equation of IPL = 1226.3-13.6[CCu

2+] (R = 0.99) was 
established for Cu2+ quantitative detection. And finally, Cu2+ fluorescence quenching mechanism of 
NPSi prober was proposed by studying the surface chemistry change of NPSi and metal ions immersed-
NPSi using XPS characterization. The results indicate that SiHx species obviously contribute to the PL 
emission of NPSi, and the introduce of oxidization state and the nonradiative recombination center are 
responsible for the PL quenching. These results demonstrate how virgin NPSi wafer can serve as Cu2+ 
sensor. This work is of great significant to promote the development of simple instruments that could 
realize rapid, visible and real-time detection of various toxic metal ions.

Heavy metal ions pollution is one of the most serious environmental problems of this age, threatening global 
sustainability1. The risk of such pollutants, even at “invisible” trace levels, is that they can be progressively 
concentrated through the food chain and form a threat to human health2,3. Among heavy metals, despite its 
less-significant toxicity, copper has become a widely distributed pollutant in natural water as a result of the dump-
ing of electronic trash and mining residues4. Long-term exposure to excess copper ions (Cu2+) is highly toxic to 
organisms and the human body5,6. Thereby, numerous methods have been developed for Cu2+ detection, such as 
inductively coupled plasma mass spectroscopy (ICPMS)7, atomic absorption/emission spectroscopy (AAS/AES)8, 
electrochemical detection9, and nanomaterial-based probes10,11. These proposed methods have distinct advan-
tages in certain situations, but there are still some limitations, including expensive equipment, complicated oper-
ation, or tedious and time-consuming functionalization process, etc. Therefore, it is urgently needed to develop 
new methods that could realize rapid, visible and real-time detection of Cu2+ with simple instruments12,13.

Nanoporous Si (NPSi) has been recognized as a versatile material due to its unique physical and chemical 
characteristics, such as large surface area, strong fluorescence, tunable porous nanostructure and surface chemis-
try, biocompatibility, which has widely application in photoelectron devices14, chemical and biological sensor15,16, 
micromachining17,18, biomedicine19 or energy conversion and storage20,21, etc. To design efficient metal ion sen-
sors, several innovative recognizing groups have been designed and immobilized on NPSi surface. Sam et al.22 
covalently anchored a Glycyl-Histidyl-Glycyl-Histidine peptide to the PSi surface using a multi-step reaction 
scheme, and which showed voltammetric sensing for copper ions in solution. In our previous work, a novel 
voltammetric sensor based on 3-aminopropyltriethoxysilanes (APTES) functionalized porous silicon was elabo-
rated for sensing Ag+ in aqueous solution23. Segal et al.24 have designed and fabricated optical biosensing platform 
based on horseradish peroxidase (HRP) and laccase immobilized PSi nanostructures, it allows for real-time mon-
itoring of heavy metal ions by enzymatic activity inhibition. Xia et al.25 proposed that the microwave-induced 
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10-undecenoic acid modified porous silicon nanoparticles (PSiNPs), which showed excellent fluorescence stability 
under physiological conditions and highly sensitive to the concentration of Cu2+ at mmol/L level. Palestino et al.26  
synthesized the rhodamineorganosilane derivative (Rh-UTES) by one-pot method and then was covalently 
immobilized on a porous silicon microcavity via triethoxysilane groups and the Rh-UTES hybrid PSi sensor 
provided an optical qualitative test for Hg2+ detection. However, until now, no study about solid virgin NPSi as 
fluorescence sensor for the detection of Cu2+ had been reported. Based on virgin NPSi with intense and stable 
luminescent emission, in the present work, we have proposed a solid sensor that can monitor Cu2+ with the 
naked-eye by fluorescence quenching. The effect of surface morphology on chemistry structure and luminescent 
stability of NPSi also have been investigated. The Cu2+ sensing mechanism was researched based on the evolution 
of NPSi surface chemistry.

Results and Discussions
After the etching, the color of samples show uniform greenyellow and becomes gradually shallow with the 
decreasing HF concentration. The SEM images show that numerous “ditches” with the depth of ~2 μ m are present 
on entire sample surfaces (Fig. 1a), they can be attributed to the surface shrinkage that caused by the tremendous 
capillary stress during drying process. The magnified SEM image shows that the edge of the ditch is undulat-
ing and relative compact. Crack degrees of the sample surface are dramatically increased. And more numerous 
“ditches” are observed on the sample surface, almost all surface compact crack layer has fallen off, leading to high 
exposures of porous layer (Fig. 1b). It indicates that sample II has been suffered with more intense capillary stress 
and this is further confirmed by the existence of some creases on the edge of the ditch (Fig. 1e). According to the 
magnified image in Fig. 1f, the pore sizes are slightly increased by comparing with that of Fig. 1c.

TEM characterization was employed to investigate more detailed morphology and structure of NPSi samples. 
The typical TEM images and corresponding (001) orientation electron diffraction patterns were shown in Fig. 2. 
According to Fig. 2, the pores are formed by the knitted skeleton of “silicon wires”, and the “silicon wires” in sam-
ple I are denser than that of sample II, which is more resistant to the capillary stress during natural drying pro-
cess. The corresponding electron diffraction pattern is closely similar to that of characteristic bulk single crystal 
silicon material, and the diffraction spot of (400) and (220) are assigned in the inset, respectively. There are weak 
arc-shaped streaks around the main spots, which may be attributed to the presence of disoriented structure in the 
sample. The explicit pore geometry and diameter distributions can be obtained from the TEM characterization 
of porous silicon chips. It shows that the irregular polygon structure pores were formed by twisting the silicon 
nanowires with the diameters of about 4~6 nm, It should be noted that the size of pores are slightly increase with 
decreasing HF concentration (Fig. 2b,d), which is consistent with previous work27.

Moreover, the fluorescence stability of NPSi was tested in air ambient. The fluorescence emission of NPSi 
sample was excitated by ultraviolet lamp at the wavelength of 365 nm. Both fresh NPSi glow with the visible 
orange-red light (Fig. 3), this luminescence activation phenomenon can be explained by quantum confinement 
effects and defects states28. Meanwhile, it can be found that the fluorescence brightness of sample II reduced dra-
matically with the extending of exposure time, and orange-red light gradually become blue light, because of the 

Figure 1. SEM images of the respective NPSi sample I and sample II. (a,d) images show the overall 
appearance of sample I and sample II. (b,c) images respectively further characterize the constringent cracked 
layer and porous layer of sample I, which have been marked by yellow and red points in (a). (e,f) images 
respectively further characterize the cracked layer and porous layer of sample II, which have been marked by 
yellow and red points in (d).
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instinctive luminescence blue shift behavior of NPSi under air oxidization25,29. However, we have noted that the 
fluorescence property of sample I exhibits an excellent stability after seven days aging, its fluorescence brightness 
is slightly decreased and which is of great importance to the application of visual sensors. Combining with the 
previous SEM characterization, it is safe to conclude that the existence of numerous constringent layer on sample 
I surface may slow the oxidation rate of porous layer, and leading to the better luminescence stability.

In order to investigate the effect of surface morphology on surface chemistry of NPSi sample, X-ray photo-
electron spectroscopy (XPS) of sample I and II were characterized after aging under air ambient for one week. For 
sample I, the Si 2p peak can be deconvoluted into four bands at 99.5 eV, 100.4 eV, 102.4 eV, 103.5 eV, and 104.4 eV, 
which can be assigned to the Si, SiH, SiO, Si2O3, and SiO2 (Fig. 4a). As known, the freshly prepared NPSi surface 
is mainly covered by numerous SiHx (x =  1~3) species, which may be oxidized by O2 in ambient30, but, residual 
SiH suggests that NPSi surface has not been fully oxidized. However, the reductive species of SiHx completely 
disappeared according to the deconvoluted Si 2p peak of sample II, which means that the sample surface is totally 

Figure 2. TEM images of sample I (a,b) and sample II (c,d).

Figure 3. Ultraviolet-excited PL emission photos of NPSi sample under different exposure time in air ambient, 
(a,b) respectively represents sample I and sample II.
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covered by the oxidizing species of Si2O3 and SiO2 (Fig. 4b). The results confirm that the numerous surface com-
pact layer is benefit for slowing the oxidization process of SiHx species, which would be responsible for the better 
luminescence stability of sample I.

The resultant sample I with excellent fluorescence stability was selected as fluorescence probes to detect Cu2+. 
Various heavy metal ions solution (Cd2+, Co2+, Cr3+, Mn2+, Ni2+, Pb2+, Ni2+, Zn2+ as interference species, and 
Cu2+ as target metal ion) were prepared. The concentrations of interference metal ions and target metal ions are 
respectively 500 μ mol/L and 10 μ mol/L. To evaluate the selectivity of NPSi sensor, the freshly prepared NPSi 
sample was immersed into different metal ions solution for 30 min. After that, the samples were removed and 
dried under nitrogen for fluorescence characterization. The corresponding ultraviolet lamp excited fluorescence 
photos and the photoluminescence spectra were shown in Fig. 5. Remarkably, there was a significant fluorescence 
quenching of NPSi with the only addition of Cu2+. Due to the capture of excited carriers and the interruption of 
the radiative recombination, Cu2+ could dramatically reduce the quantum efficiency of NPSi31. Meanwhile, the 
measured PL spectra characterization shows that the resulting NPSi has an intense luminescence emission at the 

Figure 4. XPS narrow-scans and deconvoluted peaks of Si 2p for NPSi sample after aging in air ambient for  
7 days, (a,b) respectively represents sample I and sample II.

Figure 5. Ultraviolet-excited PL emission photos (a) and PL spectrums (b) of NPSi after the immersion in 
solution with different mental ions species.
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band at ~575 nm. For those NPSi samples immersed into solution with interference metal ions, the luminescence 
intensity decreases slightly ~10% by comparing that of fresh one. Therefore, it is safe to conclude that the NPSi has 
selectively fluorescence sensing properties for Cu2+.

Furthermore, the fluorescent sensing of NPSi toward Cu2+ was carried out to investigate the working prin-
ciple. The PL intensity (IPL) at ~575 nm shows continuous quenching with the increasing Cu2+ concentration 
(Fig. 6a). The intensity of luminescence had a linear relationship within Cu2+ concentration range between 
5 ×  10−7 and 50 ×  10−7mol/L, and the linear regression equation was IPL =  1226.3 -13.6[CCu

2+], with a correlation 
coefficient (R) of 0.99.

Numerous research has confirmed that the surface chemical species has a crucial effect on luminescence prop-
erties of NPSi31. In order to illustrate the luminescence quenching mechanism, it is necessary to study the effect of 
various metal ions immersion on surface chemical composites of NPSi. The SiHx groups are the most distinctive 
species on the fresh NPSi surface and benefit for the intense luminescence emission32, but they are sensitive to 
external environment and affecting luminescence properties of NPSi33,34. The FTIR spectra of SiHx groups of fresh 
and immersion-treated sample were characterized in Fig. 7. For the freshly prepared NPSi, the visible bands at 
2117 and 2089 cm−1 are assigned to SiH and SiH2 stretching modes, and the signal of SiH3 species at the band 
of ~2140 cm−1 is overlapped in the wide band region35. The peak intensity of SiHx groups decrease when NPSi 
sample is immersed into aqueous solution, especially for the Cu2+ immersed sample it has a dramatic intensity 
reduction, which may be attributed to the oxidization introduction caused by Cu2+ species, and the correspond-
ing reaction can be described as follow. Meanwhile, a slight peak shift can be observed for all of the aqueous solu-
tion immersed samples, which can be attributed to the higher polar effect of aqueous solution than that of alcohol.

− + → + + + ++ −H x xOxidation reaction: Si 2H O SiO (4 )H (4 )ex 2 2

+ →+ −Reduction reaction: Cu 2e Cu2

We can also note that the spectra intensity for those NPSi immersed into solution containing various metal 
ions species all show a slight reduction, and the difference between of them is not evident, thus, we can deduce 

Figure 6. Effect of copper ions concentration on PL intensity of NPSi (a) and the relationship between PL peaks 
intensity and Cu2+ concentration (b).

Figure 7. FTIR spectrums of as-prepared NPSi and NPSi sample after immersion under different metal 
ions. 
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that the selected interference ions species has no obvious effect on intensity reduce of SiHx peak, the slight decay 
of PL intensity may be mainly caused by the oxidization of H2O in the solution.

To further confirm the reduction of Cu2+ on NPSi surface, the fresh and Cu2+-immersed NPSi sample were 
characterized by XPS spectroscopy, and the results were shown in Fig. 8. The un-immersed NPSi surface mainly 
contains silicon and a little amount of oxygen (Fig. 8a). After the Cu2+-immersion, several new peaks present 
between the range of 550~730 eV can be assigned to metal copper (Cu) species. It indicates that copper ions are 
reduced during the immersion step, and leading to the further oxidation of NPSi surface, this is confirmed by 
the increasing intensity of oxygen peaks. Furthermore, the corresponding Si 2p peaks were deconvoluted and 
analyzed. For the un-immersed NPSi sample, the Si 2p peak mainly locate at 99.8 eV and has a broadened peak 
at the higher binding energy, which is attributed to that the bind between Si and H, O. This Si 2p peak can be 
deconvoluted into six peaks which can be respectively assigned to Si, SiH, SiH2, SiH3, Si2O, and SiO (Fig. 8b). But 
for Cu2+-immersed sample, its surface is totally covered by the oxidizing species of SiO and SiO2, there is not any 
reducing species of SiHx. When combining the date from Fig. 4, we can notice that the oxidization degree is more 
serious for Cu2+-immersed NPSi sample. Also, it can be concluded that the introduction of oxidization state plays 
an important role in photoluminescence quenching of NPSi through XPS characterization and luminescence 
properties. Moreover, Calandra et al.36 has proved that the deposited Cu can bind with the dangling bonds of 
silicon and form new surface electronic states near the Fermi energy, which works as nonradiative recombination 
center, leading to the dramatic decay of PL emission.

To reveal the reason of different immersed behavior of various metal ions on NPSi surface, we list they redox 
potential in Table 1. According to the data in Table 1, all of the selected interference metal ions species have neg-
ative redoxpotential except the target Cu2+ions. The Cu2+ species with positive potential is optimum for charge 
transfer between NPSi surface and copper ions, which leads to the oxidization of NPSi surface37. Among the 
interference metal ions species, the redox potential of lead ions (Pb2+) has the most relatively positive poten-
tial, its electroless deposition is the most likely to occur on NPSi surface (Table 1). The Pb2+-immersed sample 
surface was also characterized by XPS. No Pb peak can be found in the survey-scan spectrum, which is further 
confirmed by the close-up of corresponding binding energy range of lead species in the inset of Fig. 9a. The 
Pb2+-immersed sample surface mainly contains silicon and oxygen species. The Si 2p peak mainly locate around 
103 eV and spread on a lower binding energy range (Fig. 9b), and it can be deconvoluted into six peaks which can 
be respectively assigned to Si, SiH, SiH2, Si2O, SiO, and Si2O3. Therefore, Pb2+ in solution has no obvious effect 
on surface chemistry states of NPSi, and thus NPSi sensor has no intense PL decay. It is believed that this result 
can be naturally generalized to the other interference metal ions since others interference metal ions have more 
negative redox potential.

Figure 8. XPS survey-scan (a) of un-immersed NPSi and Cu immersed NPSi, Si 2p narrow-scans peaks of un-
immersed NPSi (b) and Cu immersed NPSi (c).
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Conclusions
An innovative “test paper” based on the solid flake-like nanoporous silicon has been developed and which shows 
excellent fluorescence stability. Fluorescence quenching in as-prepared NPSi probe was highly selective and sen-
sitive with copper ions in solution, it exhibits the visual qualitative recognition capability for Cu2+ at μ mol/L level. 
The NPSi could be further applied to detect the Cu2+ concentration within the range of 5 ×  10−7~50 ×  10−7mol/L 
through the linear regression equation between the PL intensity and the Cu2+ions concentration which was firstly 
established as IPL =  1226.3-13.6[CCu

2+] (R =  0.99). By comparing the surface chemistry structure evolution of 
NPSi sample, fluorescence quenching mechanism of NPSi probe was investigated and we concluded that SiHx 
species obviously contribute to the PL emission of NPSi. Formation of oxidization state and the nonradiative 
recombination center caused by the preferential deposition of Cu2+ions are responsible for the PL quenching, and 
it is mainly attributed to its more positive redox potential of copper ions species.

Methods
Silicon wafers were purchased from 46th institute of semiconductor of China. P(100)-type single crystal Si wafers 
with resistivity of 0.01~0.09 Ω·cm were cut into small pieces with a size of ~1 ×  1 cm2, and then respectively 
cleaned in ethanol and distilled water for 10 min under sonication. The native oxidation layer was removed by 
immersing the specimens in 5 wt.% HF aqueous for 20 min. The treated wafers were electrochemically etched in 
the double-tanks electrochemical cell. The mixture solutions of HF (with concentration of 20 wt.%) and ethanol 
with volume ratio 1:4 and 1:5 were selected as etchant, etching current density of 25 mA/cm2 was imposed by 
dc power supply, etching time was 60 min, and the resulting samples were respectively marked by sample I and 
sample II. After etching, the NPSi samples were rinsed with absolute ethanol and dried under dry N2 stream. 
The stock solutions of Cd, Co, Pb, Mn, Zn, Ni, Cr and Cu were prepared by dissolving metal salts in ultrapure 
water, which contains CdCl2, CoCl2·6H2O, PbCl2, MnCl2·4H2O, MnCl2·4H2O, NiCl2·6H2O, CrCl3·6H2O and 
CuCl2·2H2O, they were all purchased from China National Medicines Corporation Ltd. The test processes were 
implemented by immersing NPSi sensor into 100 ml solution with a fixed metal ions concentrations for 10 min, 
the immersion solution can be prepared by diluting the stock solution without any pH adjustion. After the test, 
the NPSi was rinsed with DI water and dried under N2 stream.

NPSi layer morphology was characterized by scanning electron microscopy (FEI, QUANTA200). The detail 
characterization were performed by the JEM-2100 high-resolution transmission electron microscope (HRTEM, 
JEOL). The samples were prepared by spreading NPSi layer into ethanol and then salvaging with copper grids. 
The HRTEM characterization was operated at 200 kV. The HRTEM images were analyzed to obtain interplanar 

Metal ions species Standard redox potential (V) Concentration (mol/L) Redox potential (V)

Cd2+/Cd − 0.403 1 ×  10−4 − 0.521

Co2+/Co − 0.277 1 ×  10−4 − 0.395

Pb2+/Pb − 0.126 1 ×  10−4 − 0.244

Mn2+/Mn − 1.17 1 ×  10−4 − 1.29

Zn2+/Zn − 0.763 1 ×  10−4 − 0.881

Ni2+/Ni − 0.257 1 ×  10−4 − 0.375

Cr3+/Cr − 0.740 1 ×  10−4 − 0.858

Cu2+/Cu 0.340 1 ×  10−4 0.222

Cu2+/Cu 0.340 50 ×  10−4 0.272

Cu2+/Cu 0.340 1 ×  10−7 0.133

Table 1.  Standard redox potential of the selected metal ions and redox potential under different 
concentration.

Figure 9. XPS survey-scan spectrum (a) and Si 2p narrow-scans peak (b) after Pb2+ deposition on NPSi.
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spacing (d) and the diffraction pattern. The photoluminescence (PL) spectra of solid NPSi wafer were measured 
by F-320 fluorescence spectrophotometer at the room temperature, and the excitation wave length was 365 nm. 
The FTIR characterization was performed by fourier transform infrared spectroscopy (Bruker EQUINOX 55). 
XPS analysis was performed by the PHI5600 X-ray photoelectron spectroscopy (PHI, United States).

References
1. Madhappan Santha, M., Hun-Jeong, C., Eun-Jeong, Y., Young-Sik, J. & Chang-Sik, H. A modified mesoporous silica optical 

nanosensor for selective monitoring of multiple analytes in water. Chemical Communications 49, 8758–8760 (2013).
2. Gemma, A., Josefina, P. & Arben, M. I. Recent Trends in Macro-, Micro-, and Nanomaterial-Based Tools and Strategies for Heavy-

Metal Detection. Chemical Reviews 111, 3433–3458 (2011).
3. Bakheet, S. A. A. et al. Effect of long-term human exposure to environmental heavy metals on the expression of detoxification and 

DNA repair genes. Environmental Pollution 181C, 226–232 (2013).
4. Long, Y. Y., Feng, Y. J., Cai, S. S., Hu, L. F. & Shen, D. S. Reduction of heavy metals in residues from the dismantling of waste electrical 

and electronic equipment before incineration. Journal of Hazardous Materials 272, 59–65 (2014).
5. Yao, Z. et al. Visual detection of copper (II) ions based on an anionic polythiophene derivative using click chemistry. Analytical 

chemistry 85, 5650–5653 (2013).
6. Miao, R. et al. Silicon Nanowire-based Fluorescent Nanosensor for Complexed Cu2+ and its Bioapplications. Nano Letters 14, 

3124–3129 (2014).
7. Martín-Cameán, A. et al. In vivo determination of Aluminum, Cobalt, Chromium, Copper, Nickel, Titanium and Vanadium in oral 

mucosa cells from orthodontic patients with mini-implants by Inductively coupled plasma-mass spectrometry (ICP-MS). Journal of 
Trace Elements in Medicine and Biology (2015).

8. Lin, T.-W. & Huang, S.-D. Direct and simultaneous determination of copper, chromium, aluminum, and manganese in urine with a 
multielement graphite furnace atomic absorption spectrometer. Analytical chemistry 73, 4319–4325 (2001).

9. Cai, W., Feng, C., Ma, X., Chen, M. & Liu, J. C2-Symmetric Benzene-based Low Molecular Weight Hydrogel Modified Electrode for 
Highly Sensitive Detection of Copper Ions. Electrochimica Acta 169, 424–432 (2015).

10. Zhang, Z., Chen, Z., Qu, C. & Chen, L. Highly sensitive visual detection of copper ions based on the shape-dependent LSPR 
spectroscopy of gold nanorods. Langmuir 30, 3625–3630 (2014).

11. Awual, M. R. et al. Trace copper(II) ions detection and removal from water using novel ligand modified composite adsorbent. 
Chemical Engineering Journal 222, 67–76 (2013).

12. Awual, M. R. & Hasan, M. M. Colorimetric detection and removal of copper(II) ions from wastewater samples using tailor-made 
composite adsorbent. Sens Actuat B. Sensors & Actuators B Chemical 206, 692–700 (2015).

13. Tang, J. et al. Mesoporous Fe2O3/CdS Heterostructures for Real-time Photoelectrochemical Dynamic Probing of Cu2+. Analytical 
Chemistry (2015).

14. Barth, D. S. et al. Macroscale Transformation Optics Enabled by Photoelectrochemical Etching. Advanced Materials 27 (2015).
15. Osorio, E., Urteaga, R., Juárez, H. & Koropecki, R. Transmittance correlation of porous silicon multilayers used as a chemical sensor 

platform. Sensors and Actuators B: Chemical 213, 164–170 (2015).
16. Nicewarner-Pena, S. R. et al. Submicrometer metallic barcodes. Science 294, 137–141 (2001).
17. Churaman, W. A., Morris, C. J., Currano, L. J. & Bergbreiter, S. In Solid-State Sensors, Actuators and Microsystems (TRANSDUCERS 

& amp;amp; EUROSENSORS XXVII), Transducers & amp;amp; Eurosensors XXVII: The 17th International Conference on. 1599-
1602 (2013).

18. Rajta, I., Szilasi, S. Z., Fürjes, P., Fekete, Z. & Dücső, C. Si micro-turbine by proton beam writing and porous silicon micromachining. 
Nuclear Instruments & Methods in Physics Research 267, 2292–2295 (2009).

19. Zhang, H. et al. Fabrication of a multifunctional nano-in-micro drug delivery platform by microfluidic templated encapsulation of 
porous silicon in polymer matrix. Advanced Materials 26, 4497–4503 (2014).

20. Westover, A. S. et al. On-chip high power porous silicon lithium ion batteries with stable capacity over 10,000 cycles. Nanoscale 7, 
98–103 (2015).

21. Oh, J., Yuan, H. C. & Branz, H. M. An 18.2%-efficient black-silicon solar cell achieved through control of carrier recombination in 
nanostructures. Nature Nanotechnology 7, 743–748 (2012).

22. Sam, S. S. et al. Peptide immobilisation on porous silicon surface for metal ions detection. Nanoscale research letters 6, 1–8 (2011).
23. Li, S. Y. et al. 3-aminopropyltriethoxysilanes Modified Porous Silicon as a Voltammetric Sensor for Determination of Silver Ion. 

International Journal of Electrochemical Science 8, 1802–1812 (2013).
24. Shtenberg, G., Massad-Ivanir, N. & Segal, E. Detection of trace heavy metal ions in water by nanostructured porous Si biosensors. 

Analyst (2015).
25. Xia, B., Zhang, W., Shi, J. & Xiao, S. Fluorescence quenching in luminescent porous silicon nanoparticles for the detection of 

intracellular Cu2+. Analyst 138, 3629–3632 (2013).
26. De la Cruz-Guzman, M. et al. A turn-on fluorescent solid-sensor for Hg (II) detection. Nanoscale research letters 9, 1–9 (2014).
27. Li, S. et al. Influence of fabrication parameter on the nanostructure and photoluminescence of highly doped p-porous silicon. 

Journal of Luminescence 146, 76–82 (2014).
28. Ramírez-Porras, A., García, O., Vargas, C., Corrales, A. & Solís, J. Stochastic quantum confinement in nanocrystalline silicon layers: 

The role of quantum dots, quantum wires and localized states. Applied Surface Science 347, 471–474 (2015).
29. Chang, S. S., Sakai, A. & Hummel, R. E. Luminescence properties of ambient air aged and thermally oxidized porous silicon. 

Materials Science & Engineering B 64, 118–122 (1999).
30. Tischler, M. A., Collins, R. T., Stathis, J. H. & Tsang, J. C. Luminescence degradation in porous silicon. Applied Physics Letters 60, 

639–641 (1992).
31. Li, K. H., Tsai, C., Campbell, J. C., Kovar, M. & White, J. M. The effect of surface species on the photoluminescence of porous silicon. 

Journal of Electronic Materials 23, 409–412 (1994).
32. Fischer, M., Hillerich, B. & Kozlowski, F. Long-time stability of photoluminescence in porous silicon. Thin Solid Films 372, 209–211 

(2000).
33. Prokes, S. M., Carlos, W. E. & Bermudez, V. M. Luminescence cycling and defect density measurements in porous silicon: Evidence 

for hydride based model. Applied Physics Letters 61, 1447–1449 (1992).
34. Tsai, C. et al. The Role of Silicon Monohydride and Dihydride in the Photoluminescence of Porous Silicon and Photoluminescence 

of Porous Silicon Buried Underneath Epitaxial GaP. Mrs Online Proceeding Library 256 (2011).
35. Grosman, A. & Ortega, C. Chemical composition of “fresh” porous silicon in Properties of Porous Silicon (ed. Canham, L. & Malvern, D.)  

145–153 (INSPEC, 1997).
36. Calandra, C., Bisi, O. & Ottaviani, G. Electronic properties on silicon-transition metal interface compounds. Surface Science Reports 

4, 271–364 (1985).
37. Rigakis, N. et al. Effect of oxidation treatments on photoluminescence excitation of porous silicon. Journal of applied physics 81, 

440–444 (1997).



www.nature.com/scientificreports/

9Scientific RepoRts | 6:36654 | DOI: 10.1038/srep36654

Acknowledgements
Financial support of this work from the NSFC (51504117), Yunnan Applied Basic Research Project 
(Y0120150138), Specialized Fund for Doctoral Program of Higher Education of China (20135314110001), Open 
Project of State Key Laboratory of Complex Nonferrous Metal Resources Clean Utilization (CNMRCUKF1404) 
and Research Fund of Yunnan Province Collaborative Innovation Center (2014XTZS009).

Author Contributions
W.M. and X.C. initiated the research topic. S.L. fabricated the Nanoporous silicon and wrote the manuscript 
under supervision of W.M., Z.D. and C.Z. did XPS characterization and analysis. X.H. and Y.Z. did the SEM and 
TEM characterization, Y.S. and Z.C. did the FTIR characterization.

Additional Information
Competing financial interests: The authors declare no competing financial interests.
How to cite this article: Li, S. et al. An Innovative Metal Ions Sensitive ‘‘Test Paper’’ Based on Virgin 
Nanoporous Silicon Wafer: Highly Selective to Copper(II). Sci. Rep. 6, 36654; doi: 10.1038/srep36654 (2016).
Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

This work is licensed under a Creative Commons Attribution 4.0 International License. The images 
or other third party material in this article are included in the article’s Creative Commons license, 

unless indicated otherwise in the credit line; if the material is not included under the Creative Commons license, 
users will need to obtain permission from the license holder to reproduce the material. To view a copy of this 
license, visit http://creativecommons.org/licenses/by/4.0/
 
© The Author(s) 2016

http://creativecommons.org/licenses/by/4.0/

	An Innovative Metal Ions Sensitive “Test Paper” Based on Virgin Nanoporous Silicon Wafer: Highly Selective to Copper(II)
	Results and Discussions
	Conclusions
	Methods
	Acknowledgements
	Author Contributions
	Figure 1.  SEM images of the respective NPSi sample I and sample II.
	Figure 2.  TEM images of sample I (a,b) and sample II (c,d).
	Figure 3.  Ultraviolet-excited PL emission photos of NPSi sample under different exposure time in air ambient, (a,b) respectively represents sample I and sample II.
	Figure 4.  XPS narrow-scans and deconvoluted peaks of Si 2p for NPSi sample after aging in air ambient for 7 days, (a,b) respectively represents sample I and sample II.
	Figure 5.  Ultraviolet-excited PL emission photos (a) and PL spectrums (b) of NPSi after the immersion in solution with different mental ions species.
	Figure 6.  Effect of copper ions concentration on PL intensity of NPSi (a) and the relationship between PL peaks intensity and Cu2+ concentration (b).
	Figure 7.  FTIR spectrums of as-prepared NPSi and NPSi sample after immersion under different metal ions.
	Figure 8.  XPS survey-scan (a) of un-immersed NPSi and Cu immersed NPSi, Si 2p narrow-scans peaks of un-immersed NPSi (b) and Cu immersed NPSi (c).
	Figure 9.  XPS survey-scan spectrum (a) and Si 2p narrow-scans peak (b) after Pb2+ deposition on NPSi.
	Table 1.   Standard redox potential of the selected metal ions and redox potential under different concentration.



 
    
       
          application/pdf
          
             
                An Innovative Metal Ions Sensitive “Test Paper” Based on Virgin Nanoporous Silicon Wafer: Highly Selective to Copper(II)
            
         
          
             
                srep ,  (2016). doi:10.1038/srep36654
            
         
          
             
                Shaoyuan Li
                Xiuhua Chen
                Wenhui Ma
                Zhao Ding
                Cong Zhang
                Zhengjie Chen
                Xiao He
                Yudong Shang
                Yuxin Zou
            
         
          doi:10.1038/srep36654
          
             
                Nature Publishing Group
            
         
          
             
                © 2016 Nature Publishing Group
            
         
      
       
          
      
       
          © 2016 The Author(s)
          10.1038/srep36654
          2045-2322
          
          Nature Publishing Group
          
             
                permissions@nature.com
            
         
          
             
                http://dx.doi.org/10.1038/srep36654
            
         
      
       
          
          
          
             
                doi:10.1038/srep36654
            
         
          
             
                srep ,  (2016). doi:10.1038/srep36654
            
         
          
          
      
       
       
          True
      
   




