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Abstract: Porous structured silicon or porous silicon (PS) powder was prepared by  

chemical etching of silicon powder in an etchant solution of HF: HNO3: H2O (1:3:5 v/v).  

An immersion time of 4 min was sufficient for depositing Cu metal from an aqueous solution 

of CuSO4 in the presence of HF. Scanning electron microscopy (SEM) analysis revealed that 

the Cu particles aggregated upon an increase in metal content from 3.3 wt% to 9.8 wt%.  

H2-temperature programmed reduction (H2-TPR) profiles reveal that re-oxidation of the Cu 

particles occurs after deposition. Furthermore, the profiles denote the existence of various 

sizes of Cu metal on the PS. The Cu-PS powders show excellent catalytic reduction on the 

p-nitrophenol regardless of the Cu loadings. 
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1. Introduction 

Porous silicon (PS) was discovered more than 50 years ago; however, the interest of the scientific 

community on PS was only triggered in recent years. PS possesses several interesting characteristics. 

Among its most significant characteristics are its very large specific area, which can reach up to  

900 m2·cm−3, the possibility to modify its pore size and morphology according to various requirements, 

as well as its biocompatibility and non-toxicity. As such, PS has been incorporated with biological 

molecules, because it allows the loading of large quantities of such materials. Furthermore, devices that 

can be deposited in humans without undesirable reactions can also be developed [1]. In addition, PS is 

widely used in electronic and optic devices [2]. Hence, this illustrates the technological benefits of PS 

in specific applications. 

Recently, the use of PS in the area of catalysis has been gaining more attention. The nature of the 

chemical surface, porous architecture, as well as the semiconducting properties of PS make it a potential 

support material for catalytic applications [3]. For instance, the Si-Hx terminated groups on the surface 

of PS are capable of reducing metal ions without the need for an additional reducing agent [4]. The 

porous structure of the PS is able to accommodate the as-formed metal particles and control the particle 

dispersion. Apart from that, PS, which is a semiconductor, may also influence the electronic state of the 

metal active sites and affect the catalytic properties as a whole. Pioneering works on metal-PS 

nanocomposites, tailored for the application of catalysis, have been demonstrated by Llorca and 

coworkers [5]. These researches demonstrated the effectiveness of PS membranes coated with a thin 

layer of Co3O4–ZnO for the production of H2 by steam reforming of ethanol. The use of metal-supported 

PS as catalysts was further scrutinized by Polisski [6]. He reported that the prepared Pt-PS and Pd-PS 

catalysts are highly active and stable towards hydrogenation reactions and CO oxidation. A recent report 

by Liu et al. [7] also showed that the Ag nanoparticles supported on PS chips exert high catalytic 

reduction on p-nitrophenol. Meanwhile, Yashtulov et al. [8] studied the influence of PS’s porosity and 
conductivity type on the phase/charge state of Pt in Pt/PS nanocatalyst. 

To date, research on metal/PS catalysts is still in its infancy, and only a few studies are found in the 

literature. To the best of our knowledge, there is scarcely any report on Cu-supported PS powder for 

catalytic applications, particularly for the reduction of p-nitrophenol. Generally, p-nitrophenol is a  

well-known toxic pollutant, a consequence of the current wide use of pesticides, insecticides and 

synthetic dyes. Most research related to the reduction of this aromatic compound has focused on the use 

of noble metals, such as Pd, Au and Ag. In the case of Cu as a catalyst for the reduction of p-nitrophenol, 

not many works have been reported. Among them are magnetic catalysts, such as Cu-Fe3O4 [9] and  

Cu-Fe3O4 with graphene [10] composites. According to Feng and coworkers [9], the Cu particles played 

a significant role as a catalyst for the reduction of p-nitrophenol, while Fe3O4 was inactive. However, 

Ru and coworkers [10] demonstrated that Fe3O4 partly contributed to the reaction, too. Other works with 

regards to this catalytic reaction involve the synthesis of Cu dendrimers [11], Cu-doped TiO2 [12],  

as well as Cu nanorods and nanospheres [13]. In all of these works, it has been shown that Cu can be an 

effective catalyst; however, this depends on factors, such as its morphology and the materials employed 

to stabilize it or synthesized with it. Hence, in this study, we prepared PS powder via the chemical etching 

technique and used it as a reducing agent and support for the deposition of Cu particles. The use of PS 

provides a novel environment for Cu, which can affect the catalytic reduction of p-nitrophenol. In view 
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of the importance of surface characteristics in relation to catalytic properties, the samples were 

characterized by scanning electron microscopy (SEM), H2-temperature programmed reduction analysis 

(H2-TPR) and the Brunauer–Emmett–Teller (BET) method. 

2. Results and Discussion 

2.1. Synthesis of PS 

Porous silicon powder was prepared via chemical etching, although other techniques, such as  

metal-assisted chemical etching [14,15] and electrochemical etching [16], have been reported to produce 

PS. The technique employed in this work is particularly attractive, because of its simplicity and the 

presence of readily available oxidizing and corrosive reagents; namely nitric acid (HNO3) and water 

(H2O), as well as hydrogen fluoride (HF). 

The morphology of the resulting PS powder was investigated and compared to powdered silicon.  

A typical image of the powdered silicon and PS powder after 4 min of etching is presented in Figure 1, 

respectively. The surface of the powdered silicon is generally layered and smooth. In contrast, the surface 

of the PS powder was rougher, revealing highly agglomerated particulates. This indicates that etching 

of the silicon powder results in an increase in the surface area of the resulting PS powder. BET analysis 

of the PS powder showed that the surface area is ~3.10 m2·g−1. Under the conditions employed, a high 

surface area of the PS was not achieved. 

Figure 1. SEM images of (a) powdered silicon and (b) porous silicon (PS) powder after  

4 min of etching. 

  

(a) (b) 

Various mechanisms have been proposed to explain the whole process. Basically, the mechanism in 

which etching occurs depends on several factors, such as the method or oxidant employed for  

etching [17] or the proportion of the chemicals used, such as HF and HNO3 [18]. In this work, the etching 

of silicon in the HF/HNO3/H2O system may follow a chemical process with several basic reaction steps, 

as shown in Equations (1)–(4) [17]. Typically, etching commences with the removal of SiO2, which is 

etched away by HF to form water-soluble H2SiF6 (Equation (2)). This occurs isotropically; hence, it can 

result in the formation of pores. Subsequently, the oxidant, which is HNO3, plays an important role in 
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ensuring the continuation of the etching process. Its function is to produce holes in the valence band of 

Si. This is shown in Equation (2). As a consequence, Si atoms can be removed according to  

Equations (3) and (4), which is based on the Gerischer mechanism [19]. The Si+ species reacts with HF2
−, 

which is several times more reactive when compared to HF [19]: 

SiO2 + 6HF → H2SiF6 + 2H2O (1) 

Si + Ox
+ → Si+ + Ox (2) 

Si+ + 3HF2
− → HSiF3 + 2H+ +F−+ e− (3) 

HSiF3 (aq) + 3HF (aq) → H2SiF6 (aq) + H2 (g) (4) 

2.2. Synthesis of Cu-PS 

The as-synthesized PS powder was loaded with Cu particles via in situ reduction of Cu salt in the 

presence of HF. Differences in the color of the solution before and after Cu particles were loaded onto 

the PS powder were observed. It was found that upon addition of the PS powder to a solution of Cu salt 

in HF, the blue color of the salt solution changed to colorless. This was observed after separating the PS 

via centrifugation of the colloidal sample and is indicative that the Cu2+ ions are deposited and may be 

reduced to Cu° onto the PS powder. However, the exact nature in which the particles exist is unknown. 

Previous works have reported that PS can act as a reducing agent in the presence of H2O for metal ions, 

such as Pd2+ [20], Pt2+ and Au3+ [21], as well as Cu2+ [22,23]. In other words, in the presence of PS and 

H2O, Cu2+ ions can be reduced to Cu°. However, this was not observed or occurred only to a minimum 

extent in this work, as the blue color of the Cu salt solution only slightly faded without the presence of 

HF. This can be explained as being due to the oxidation of silicon, which easily occurs and is unable to 

act as a reducing agent. In this work, in the presence of HF, SiO2 is etched into the solution in the form 

of SiF6
2−, as in Equation (1), leaving a fresh Si surface. Cu deposition can than occur at the expense of 

the surface Si. The Cu2+ acts as an oxidant and injects holes into the Si valance band, releasing electrons 

that are used for the reduction of Cu2+, as in Equations (2) and (5). According to previous work [24], 

oxidants with a more positive standard electrode potential than +0.7 V can cause this effect. Considering 

that the standard potential of Cu2+ is low, its affect as an oxidant is also low: 

Cu2+ + 2e− → Cu° + 0.34 V (5) 

Atomic absorption spectroscopy (AAS) was conducted to investigate the extent of Cu deposition on 

the PS support. Results show that only 3.3 wt%, 7.8 wt% and 9.8 wt% of Cu were available on the 

samples prepared with 5 wt%, 10 wt% and 15 wt% of Cu, respectively. The difference in the real weight 

percentage when compared to the theoretical amount may be explained as being due to the poor effect 

of Cu2+ as an oxidant (hence, electron transfer from the valence band of Si to Cu2+ is slow) and/or due 

to leaching of Cu2+/Cu° during the preparation stage. As a note, samples in the following discussion will 

be referred to based on their calculated AAS values. 

SEM images of the Cu-PS powder samples containing various Cu content are presented in Figure 2. 

The Cu particles are characterized by the brighter area in the images, while the PS powder by the darker 

areas. Energy Dispersive X-ray (EDX) analysis of a typical image presented in Figure 3 confirms this. 
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Figure 2. SEM images of Cu particles deposited on PS powder with a metal loading of  

(a) 3.3 wt%, (b) 7.8 wt% and (c) 9.8 wt%. 

  

(a) 

  

(b) 

  

(c) 

As can be seen in Figure 2a, for the sample with 3.3 wt% metal loading, a number of facet-shaped 

particles are observed at low magnifications. At higher magnification, it also exhibits a number of small 

particles. These particles are a mixture of cubic-shaped and faceted particles. Therefore, two different 

sizes of particles exist. The average particle size is about 0.9 ± 0.5 µm. It is obvious that a bimodal size 

distribution exists. This is shown in the insert of Figure 2a. This occurs due to the different nucleation 

and growth stages of the Cu particles on the PS powder. The low metal loading on PS results in  

well-dispersed particles, but because of the limited metal loading, some of the particles were small,  

while others were larger. In contrast, when 7.8 wt% of Cu was incorporated into PS, the dispersity of the 



Materials 2014, 7 7742 

 

 

metal particles on the PS support is high and less aggregated. This is shown in Figure 2b, when the 

sample was viewed at higher magnifications, it exhibits a number of cube-shaped particles of almost a 

similar size. This may be because the increase of the metal loading from 3.3 wt% to 7.8 wt% may have 

allowed even the growth of the Cu nucleates and resulted in similar particle sizes. The average particles 

size of these particles is 4.1 ± 1.0 µm. As shown in Figure 2c, the agglomeration of Cu particles on PS 

occurred when the Cu loading increased to 9.8 wt%. High metal loading leads to poor dispersion and 

causes the affinity between the metal particles to increase [25]. This caused an increase in particle size 

and, finally, the aggregation of the metal particles. 

Figure 3. SEM-EDX analysis for a typical Cu-PS powder sample. (a) SEM micrograpgh; 

(b) EDX spectrum of the boxed area in (a). 

 
 

(a) (b) 

BET analyses were also conducted on the Cu-PS samples to study the influence of Cu particles on 

the surface area of the PS support. As shown in Table 1, the surface area of PS increases upon the 

addition of Cu particles. The surface area of 3.3 wt% Cu-PS is 5.42 m2·g−1, and this is quadrupled to 

20.52 m2·g−1 at a loading of 7.8 wt% Cu. Nevertheless, the surface area of PS experiences a sharp 

decrease to 3.51 m2·g−1 with a further increase in Cu loading of 9.8 wt%. The initial increment in surface 

area may be due to the phenomenon of metal-assisted chemical etching, while the latter decrement is 

caused by the particle agglomeration. Cu particles have been used as catalyst to assist in chemical etching 

of Si [26]. In this study, Cu particles are formed via the redox reaction (see Equations (2) and (5)) in the 

presence of HF. The Si formed near the Cu particles holes. Hence, this leads to the surface area of  

Cu-PS with 3.3 wt% and 7.8 wt% Cu being higher than neat PS. Nonetheless, when Cu particles are 

highly agglomerated on the PS at higher loading (viz. 9.8 wt% Cu), this can cause a blockage of the 

pores for the etching process. Therefore, the surface area for 9.8 wt% Cu-PS drops drastically and 

approaches neat PS. 
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Table 1. Surface area, particle size of Cu°, H2 consumption and production for various samples. 

Notation 
Cu° Content * 

(wt%) 

BET Surface Area 

(m2·g−1) 
Cu° Particle Size 

H2 Consumed 

(mol·gmetal
−1) 

H2 Produced 

(mol·gmetal
−1) 

PS 0 3.10 N/A Nil Nil 

3.3 wt% Cu-PS 3.3 5.42 0.9 ± 0.5 μm 5.70 × 10−3 3.27 × 10−3 

7.8 wt% Cu-PS 7.8 20.52 4.1 ± 1.0 μm 4.41 × 10−3 3.33 × 10−4 

9.8 wt% Cu-PS 9.8 3.51 Highly agglomerated 2.88 × 10−3 9.59 × 10−4 

* Determined via AAS. 

2.3. H2-TPR Analysis of Cu-PS 

The H2-TPR profiles of PS and the various Cu-PS powder samples are displayed in Figure 4. It can 

be seen that the PS powder exhibits no hydrogen consumption. This is because there is no metal phase 

on the support. For Cu-PS catalysts, H2 consumption peaks are available. This is due to the availability 

of copper oxide, which is expected due to the fact that the synthesized Cu particles on the PS powder 

may be oxidized upon exposure to air. The position of the H2 consumption peaks available can reflect: 

(i) the type of CuO reduction reaction, which may occur (a one-step or two-step process) [27–29]; or  

(ii) the various Cu particle sizes available [29]. Considering that the H2 consumption occurred at a 

temperature above 570 K in all of the catalysts containing Cu, it is possible to infer that the reduction of 

CuO occurred via a two-step process [28,30]. Hence, the difference in the positions of the H2 

consumption peaks is attributed to the variation in particle size. The H2-TPR profiles for  

3.3 wt% Cu-PS exhibit consumption peaks at 575 K and 673 K. The peak centered at 575 K may be  

due to the reduction of highly-dispersed copper oxide particles, which are smaller in size, whereas the 

peak centered at 673 K may be due to the larger or aggregated copper oxide. The lower metal loading 

on the support may have led to the higher dispersion. This is confirmed by SEM images. Chang and  

coworkers [25] reported that supported samples with low metal loading are easier to reduce. This implies 

that lower metal loading exerts a weak metal-support interaction (MSI). However, this largely depends 

on the weight percentage of the metal on the support, as well as the size of the particles, as demonstrated 

by Aguila and coworkers [29]. 

The H2-TPR profile for 7.8 wt% Cu-PS exhibits a H2 consumption peak at 744 K with a shoulder at 

approximately 820 K. This is due to the presence of larger metal particle sizes when compared to  

3.3 wt% Cu-PS. The shoulder at 820 K indicates the existence of even bigger Cu particles.  

In comparison, the H2-TPR profile for 9.8 wt% only exhibits one peak at 711 K and a slight shoulder at 

783 K. The similar characteristics and position of this peak with the H2 consumption peak that arises in 

the 7.8 wt% Cu-PS sample indicates similarities in the particle size or availability of aggregates.  

It should be noted that this finding contradicts the SEM results, where no serious aggregations were 

observed in the 7.8 wt% Cu-PS sample. Nevertheless, particle aggregation may have occurred upon heat 

treatment of the 7.8 wt% Cu-PS sample during the H2-TPR analysis. This is shown in Figure 5, whereby 

large aggregates similar to that observed in the sample containing 9.8 wt% of Cu are seen. With the 

supply of external energy from heat, the smaller particles may have easily fused together, grew into a 

larger size and aggregated, giving rise to the H2-TPR profiles observed. The occurrence of peaks at high 

temperature in both the 7.8 wt% and 9.8 wt% samples when compared to the 3.3 wt% Cu-PS samples 
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also indicates the fact that particle sizes are larger and the MSI is weak. As such, the particles are harder 

to reduce. 

Figure 4. H2-temperature program reduction (TPR) profiles of the PS and various wt% of 

Cu-PS powder samples. 

 

Figure 5. SEM images of the 7.8 wt% Cu-PS sample after H2-TPR analysis at magnifications 

of (a) 2000×; (b) 5000×. 

  

(a) (b) 

The amount of H2 consumed during the H2-TPR analysis was also calculated. It is observed that H2 

consumption decreases with increasing Cu content in PS. The H2 consumption is 5.70 × 10−3 mol·gmetal
−1 

for the 3.3 wt% Cu-PS, and this is decreased to 4.41 × 10−3 and 2.88 × 10−3 mol·gmetal
−1 for a Cu loading 

of 7.8 wt% and 9.8 wt%, respectively. Thus, the Cu particles are less oxidized in the sample with higher 

Cu content. It is inferred that the oxidation of Cu mainly occurs on the surface of the particles. Therefore, 

larger particles with a lower surface area give rise to lower H2 consumption. This is depicted in  

Figure 6a. 
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Figure 6. Schematic diagrams for (a) H2 consumption and (b) H2 production reactions. 

 

(a) 

 

(b) 

An interesting observation in all samples is that H2 production is observed in all of the Cu-PS samples. 

This occurs at approximately 444 K. The production of H2 is 3.27 × 10−3, 3.33 × 10−4 and  

9.59 × 10−4 mol·gmetal
−1 for PS incorporated with 3.3 wt%, 7.8 wt% and 9.8 wt% Cu, respectively.  

A possible explanation for the production of H2 is that H+ or H2 formed during the reduction of Cu ions 

may have adsorbed onto the Cu particles upon their formation, as in Figure 6b. This is then desorbed 

during the TPR analysis. The different amounts of H2 produced by the Cu-PS samples may be related to 

the size of the particles, as well as the various sites available on the Cu surface. It is observed that the 

amount of H2 production decreases drastically when the amount of Cu incorporated onto PS is increased 

from 3.3 wt% to 7.8 wt%. This can be explained as being due to the larger size of the Cu particles 

available when 7.8 wt% of Cu is incorporated onto the PS. The larger Cu particle size has a lower surface 

area, which is exposed for H+ or H2 to adsorb initially. In contrast, when the Cu content is further 

increased to 9.8 wt%, H2 production also increases with respect to the sample containing 7.8 wt% of Cu. 

In this case, the higher H2 production is attributed to the availability of different active sites on the Cu 

particles. This is confirmed by the existence of an extra peak positioned at approximately 500 K in the 

9.8 wt% Cu-PS, which is not available in samples containing 3.3 wt% and 7.8 wt% of Cu. 

2.4. Catalytic Test 

The effectiveness of Cu-PS in the catalytic reduction of p-nitrophenol was monitored by a  

ultraviolet-visible spectrophotometer, and the absorption spectra are presented in Figure 7. The mixture 

of p-nitrophenol and KBH4 shows a brilliant yellow color that gives a broad UV peak at 400 nm due to 

the charge transfer absorption of the 4-nitrophenolate ions [31]. The reduction of p-nitrophenol occurs 
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instantaneously in the presence of Cu-PS powder, regardless of the Cu loading, whereby the yellowish 

solution turns colorless within a minute. The disappearance of the absorption peak at 400 nm was 

accompanied by the formation of a new absorption peak at ~300 nm in the spectrum. These observations 

suggest that p-nitrophenol was successfully reduced to p-aminophenol [32]. In the case of the PS powder 

sample, a similar UV profile as the mixture of p-nitrophenol and KBH4 was observed after a minute of 

reaction (Figure 7). Nevertheless, the discoloration of the solution occurred gradually and became 

colorless after about an hour. UV spectra of the gradual decrement in intensity of the peak at 400 nm 

were also recorded at several time interval during the hour. However, this is not shown here. Thus, it is 

envisaged that the PS powder catalyzes the reduction of p-nitrophenol, but in a much lower efficiency, 

as compared to Cu-PS powder samples. Other works have also shown catalytic reductions of  

p-nitrophenol, which can occur within 15 min; however, mostly in these works, noble metals, such as  

1 wt% Au/Al2O3 [32], Ag-deposited silica-coated Fe3O4 magnetic particles [31], hierarchical silver 

microstructures [33] and Pd stabilized poly(vinylpyrrolidone) (PVP) [34], were employed. 

Figure 7. UV spectra of solution containing p-nitrophenol and KBH4 with (PS or Cu-PS) 

and without catalysts at 1 min of reaction. 

 

Generally, the catalytic activity of metal catalyst is dependent on its size, shape and composition.  

In this study, the catalytic reduction of p-nitrophenol to p-aminophenol by the Cu-PS powders may not 

only be affected by the PS itself and the morphology of the Cu particles on the PS, but also due to the 

availability of CuO. Previous works have shown that CuO is also effective at the catalytic reduction of 

aromatic nitro compounds [35]. Although we have shown that PS can result in the catalytic reduction  

of p-nitrophenol to p-aminophenol, in this work, its contribution is small. Hence, here, the conversion 

of p-nitrophenol is largely attributed to the availability of Cu and CuO. Further works are being 

conducted to investigate how the composition of Cu and CuO influences the catalytic reactivity. In this 

work, the difference in the catalytic activity of the Cu-PS powders with different wt% of Cu was 

unobservable. We believe that this may be attributed to the following reasons: first, the difference  

(if any) in the reaction time is hard to detect due to fast reduction (viz. < 1 min), regardless of the metal 

loading; second, the agglomeration of Cu particles may have broken down by agitation during reaction. 
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3. Experimental Section 

3.1. Materials 

Copper sulfate, CuSO4·5H2O, was purchased from R&M Chemicals (Essex, UK). Silicon powder 

(99.99% purity with an average grain size of 325 mesh) was obtained from Aldrich (Steinheim, 

Germany), while hydrofluoric acid, HF (49 wt%), and nitric acid, HNO3 (69 wt%), were obtained from 

QReC (Selangor, Malaysia). Purified argon (99.995%) and purified hydrogen (99.995%) were supplied 

by MOX-Linde Gases Sdn. Bhd. (Penang, Malaysia), while diluted hydrogen (99.999%) was from  

Air Liquide (Selangor, Malaysia). All chemicals and gasses were used as received. 

3.2. Methods 

3.2.1. Synthesis of Porous Silicon (PS) Powder 

The PS powder was prepared by the chemical etching method in a mixture of HF/HNO3/H2O  

(1/3/5 v/v). In a typical preparation; 1.5 g of silicon powder was weighed and placed in a plastic beaker. 

Then, 5 mL of HF, 15 mL of HNO3 and 25 mL of distilled water, respectively, were added. The mixture 

was stirred vigorously for 4 min at room temperature. After stirring, the mixture was centrifuged for  

5 min at 3500 rpm. The supernatant was discarded, and the etched powder silicon was rinsed several 

times with distilled water. Finally, the PS powder was dried at 343 K for 24 h and kept in a desiccator 

until further analysis. 

3.2.2. Synthesis of Copper Deposited PS (Cu-PS) Powder 

The Cu salt is reduced in situ in the presence of PS. A certain amount of aqueous 0.1 M CuSO4·5H2O 

was pipetted into a round-bottom flask. This was followed by the addition of 1 mL HF. Then, as much 

as 1.0 g of the as-prepared PS powder was added to the flask, while stirring for ~10 min at room 

temperature. Decoloration of the initial blue-green solution is instantaneous and signifies the reduction 

of Cu ions. The copper metal-incorporated PS (Cu-PS) powder was then centrifuged and washed 

repeatedly with distilled water. The Cu-PS powder was dried in a vacuum oven at 343 K for 24 h.  

Other Cu-PS powders of various amounts of metal loadings were prepared accordingly. 

3.2.3. Catalytic Reduction of P-Nitrophenol 

In a sample vial, 25.0 mg of KBH4 was weighed carefully and added with 20 mL of distilled water 

for dilution. As much as 5 mg of catalyst were then added to the KBH4 solution. The reaction starts once 

20 μL of 4.66 × 10−2 M p-nitrophenol were introduced. The reduction of p-nitrophenol was monitored 

with a Hitachi UV-Vis spectrophotometer (Tokyo, Japan). 

3.3. Characterizations 

The morphology of the samples were examined by SEM using a FESEM LEO SUPRA 50 VP  

(Carl-Ziess-SMT, Oberkochen, Germany). A small portion of the powder sample was placed on carbon 

tape on a SEM plate and coated with platinum. Several images were taken from random locations to 
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ensure that the images recorded were representative as a whole. The BET surface area of samples was 

measured from N2 adsorption isotherms with a Surface Area and Porosity Analyzer (ASAP2020, 

Micromeritics, Norcross, GA, USA). Prior to this measurement, the samples were dried overnight in an 

oven at 403 K and then quickly placed in a sample tube under N2 atmosphere. After that, the tube was 

heated to 500 K and vacuum evacuated. Finally, N2 gas is redirected to the sample. The H2-TPR analysis 

was carried out to investigate the reducibility of the Cu-PS samples. As much as 200 mg of the sample 

were weighed and placed in a U-tube reactor. Diluted hydrogen gas with a flow rate of 100 mL·min−1 was 

then passed through the reactor while heating from room temperature to 973 K at a rate of 5 K·min−1.  

The resulting effluent gas was analyzed every 2 min using a G2890A microchromatograph (Inficon, 

Cambridge, MA, USA) operating at 303 K. AAS analysis was carried out with a Perkin-Elmer Analyst 

200 (Perkin Elmer, Waltham, MA, USA). The samples were prepared by digesting 50 mg of the Cu-PS 

in aqua regia. The digested sample was diluted to 50 mL with distilled water. As much as 1 mL of the 

sample was further diluted with distilled water in a 25-mL volumetric flask. This sample was filtered before 

transferring into a plastic bottle for measurement. The AAS measurement procedure was repeated in 

triplicate. The AAS results are expressed in terms of wt% of Cu, as tabulated in Table 1. 

4. Conclusions 

The PS powder was synthesized in an etching solution of HF:HNO3:H2O (1:3:5 v/v). The SEM 

images show that the surface of powdered silicon upon etching is porous when compared to the surface 

of powdered silicon before etching. The effects of the deposition of different percentages of Cu on the 

PS have also been reviewed by using H2-TPR, SEM and AAS. SEM images show that there are different 

sizes of Cu particles on the PS when the PS was impregnated with the different weight percentages of 

metal salt. Based on this analysis, it is shown that low percentages of Cu lead to the formation of mostly 

small-sized cubic particles due to the limited amount of metal loading. When the percentage of metal 

loading is increased from 3.3 wt% to 9.8 wt%, the metal particles tend to grow, as well as become 

aggregated. H2-TPR studies also support these findings. All of the Cu-PS powders show excellent 

catalytic activity for the reduction of p-nitrophenol with a reduction time of <1 min. 

Acknowledgments 

The authors would like to acknowledge Universiti Sains Malaysia for the Fundamental Research 

Grant Scheme (FRGS) grant (203/PKIMIA/6711187), which supported this work financially. Special 

thanks are also given to Mohammed El-Miloud Bettahar, Serge Monteverdi and Michel Mercy from 

Universite de Lorraine for their knowledge, advice and expertise. 

Author Contributions 

Both Muhammad Yusri Abdul Halim and Wei Leng Tan contributed to conducting the experimental 

work and writing of the manuscript. Noor Hana Hanif Abu Bakar supervised the experiments and 

contributed to the discussions of the experimental results, as well as the writing and correction of the 

manuscript. Mohamad Abu Bakar contributed to the discussions of the experimental results, as well as 

the writing and correction of the manuscript. 



Materials 2014, 7 7749 

 

 

Conflicts of Interest 

The authors declare no conflict of interest. 

References 

1. Henstock, J.R.; Ruktanonchai, U.R.; Canham, L.T.; Anderson, S.I. Porous silicon confers bioactivity 

to polycaprolactone composites in vitro. J. Mater. Sci. Mater. Med. 2014, 25, 1087–1097. 

2. De la Mora, M.B.; Jaramillo, O.A.; Nava, R.; Taguena-Martınez, J.; del Rıo, J.A. Viability study of 

porous silicon photonic mirrors as secondary reflectors for solar concentration systems.  

Sol. Energy Mater. Sol. Cells 2009, 93, 1218–1224. 

3. Polisski, S.; Goller, B.; Wilson, K.; Kovalev, D.; Zaikowskii, V.; Lapkin, A. In situ  

synthesis and catalytic activity in CO oxidation of metal nanoparticles supported on porous 

nanocrystalline silicon. J. Catal. 2010, 271, 59–66. 

4. Yaacob, S.; Abu Bakar, M.; Abu Bakar, N.H.H.; Mahmud, M.; Ismail, J.; Ibrahim, K. Immersion 

plating of Cu onto N-type porous silicon: From sparsely distributed cubes to closed packed spheres. 

Arch. Des. Sci. 2013, 66, 544–555. 

5. Llorca, J.; Casanovas, A.; Trifonav, T.; Rodriguez, A.; Alcubilla, R. First use of macroporous 

silicon loaded with catalyst film for a chemical reaction: A microreformer for producing hydrogen 

from ethanol steam reforming. J. Catal. 2008, 255, 228–233. 

6. Polisski, S. Porous Silicon/Metal Nanocomposites for Catalytic Applications. Ph.D. Thesis, 

University of Bath, Bath, UK, 2010. 

7. Liu, X.; Cheng, H.; Ciu, P. Catalysis by silver nanoparticles/porous silicon for the reduction of 

nitroaromatics in the presence of sodium borohydride. Appl. Surf. Sci. 2014, 292, 695–701. 

8. Yashtulov, N.A.; Gavrin, S.S.; Bondarenko, V.P.; Kholostov, K.I.; Revina, A.A.; Flid, V.R. 

Formation of nanocomposite platinum catalysts on porous silicon. Russ. Chem. Bull. Int. Ed. 2011, 

60, 434–439. 

9. Feng, J.; Sua, L.; Maa, Y.; Ren, C.; Guo, Q.; Chen, X. CuFe2O4 magnetic nanoparticles: A simple 

and efficient catalyst for the reduction of nitrophenol. Chem. Eng. J. 2013, 221, 16–24. 

10. Xu, R.; Bi, H.; He, G.; Zhu, J.; Chen, H. Synthesis of Cu-Fe3O4@Graphene composite:  

A magnetically separable and efficient catalyst for the reduction of 4-nitrophenol. Mater. Res. Bull. 

2014, 57, 190–196. 

11. Nemanashi, M.; Meijboom, R. Synthesis and characterization of Cu, Ag and Au  

dendrimer-encapsulated nanoparticles and their application in the reduction of 4-nitrophenol to  

4-aminophenol. J. Colloid Inter. Sci. 2013, 389, 260–267. 

12. Hernández-Gordillo, A.; González, V.R. Silver nanoparticles loaded on Cu-doped TiO2 for the 

effective reduction of nitro-aromatic contaminants. Chem. Eng. J. 2014, doi:10.1016/j.cej.2014.05.148. 

13. Patra, A.K.; Dutta, A.; Bhaumik, A. Cu nanorods and nanospheres and their excellent catalytic 

activity in chemoselective reduction of nitrobenzenes. Catal. Commun. 2010, 11, 651–655. 

14. Chartier, C.; Bastide, S.; Levy-Clement, C. Metal-assisted chemical etching of silicon in HF–H2O2. 

Electrochim. Acta 2008, 53, 5509–5516. 



Materials 2014, 7 7750 

 

 

15. Lee, J.I.; Park, S. High-performance porous silicon monoxide anodes synthesized via  

metal-assisted chemical etching. Nano Energy 2013, 2, 146–152. 

16. Fellahi, O.; Hadjersi, T.; Ouadah, Y. Elaboration of one-dimensional photonic structure on silicon 

by electrochemical etching. Phys. Procedia 2009, 2, 759–764. 

17. Kolasinski, K.W. Silicon nanostructures from electroless electrochemical etching. Curr. Opin. Solid 

State Mater. Sci. 2005, 9, 73–83. 

18. Schwartz, B.; Robbins, H. Chemical etching of silicon: III. A temperature study in the acid system.  

J. Electrochem. Soc. 1961, 108, 365–372. 

19. Kolasinski, K.W. Charge transfer and nanostructure formation during electroless etching of silicon. 

J. Phys. Chem. C 2010, 114, 22098–22105. 

20. Kanugo, J.; Saha, H.; Basu, S. Effect of porosity on the performance of surface modified porous 

silicon hydrogen sensors. Sens. Actuators B Chem. 2010, 147, 145–151. 

21. Coulthard, I.; Sham, T.K. Novel preparation of noble metal nanostructures utilizing porous silicon. 

Solid State Commun. 1998, 105, 751–754. 

22. Sham, T.K.; Coulthard, I.; Lorimer, J.W.; Hiraya, A.; Watanabe, M. Reductive deposition of Cu on 

porous silicon from aqueous solutions: An x-ray absorption study at the Cu L3,2 edge.  

Chem. Mater. 1994, 6, 2085–2091. 

23. Tsuboi, T.; Sakka, T.; Ogata, Y.H. Metal deposition into a porous silicon layer by immersion plating: 

Influence of halogen ions. J. Appl. Phys. 1998, 83, 4501–4506. 

24. Dudley, M.E.; Kolasinski, K.W. Structure and photoluminescence studies of porous silicon formed 

in ferric ion containing stain etchants. Phys. Status Solidi A 2009, 206, 1240–1244. 

25. Chang, F.W.; Kuo, W.Y.; Lee, K.C. Dehydrogenation of ethanol over copper catalysts on rice husk 

ash prepared by incipient wetness impregnation. Appl. Catal. 2003, 246, 253–264. 

26. Chen, Y.; Guo, Z.; Xu, J.; Shim, L.; Li, J.; Zhang, Y. Inspired superhydrophobic surfaces by a 

double-metal-assisted chemical etching route. Mater. Res. Bull. 2012, 47, 1687–1692. 

27. Sullivan, J.A.; Cunningham, J. Selective catalytic reduction of NO with C2H4 over Cu/ZSM-5: 

Influences of oxygen partial pressure and incorporated rhodia. Appl. Catal. B Environ. 1998, 15, 

275–289. 

28. Rodriguez, J.A.; Kim, J.Y.; Hanson, J.C.; Parez, M.; Frenkel, I. Reduction of CuO in H2: In situ 

Time-resolved XRD Studies. Catal. Lett. 2003, 85, 247–254. 

29. Aguila, G.; Gracia, F.; Cortes, J.; Araya, P. Effect of copper species and the presence of reaction 

products on the activity of methane oxidation on supported CuO catalysts. Appl. Catal. B Environ. 

2008, 77, 325–338. 

30. Hoang, D.L.; Dang, T.T.H.; Engeldinger, J.; Schneider, M.; Radnik, J.; Richter, M.; Martin, A.  

TPR investigations on the reducibility of Cu supported on Al2O3, Zeolite Y and SAPO-5. J. Solid 

State Chem. 2011, 184, 1915–1923. 

31. Du, X.; He, J.; Zhu, J.; Sun, L.; An, S. Ag-deposited silica-coated Fe3O4 magnetic nanoparticles 

catalyzed reduction of p-nitrophenol. Appl. Surf. Sci. 2012, 258, 2717–2723. 

32. Lin, C.; Tao, K.; Hua, D.; Ma, Z.; Zhou, S. Size effect of gold nanoparticles in catalytic reduction 

of p-nitrophenol with NaBH4. Molecules 2013, 18, 12609–12620. 

33. Gu, S.; Wang, W.; Tan, F.; Gu, J.; Qiao, X.; Chen, J. Facile route to hierarchical silver microstructures 

with high catalytic activity for the reduction of p-nitrophenol. Mater. Res. Bull. 2014, 49, 138–143. 



Materials 2014, 7 7751 

 

 

34. Hwang, C.G.; Sang-Ho, K.; Hoon, O.J.; Kim, M.R.; Choi, S.H. Reduction of aromatic nitro 

compounds on Pd colloids prepared by γ-irradiation. J. Ind. Eng. Chem. 2008, 14, 864–868. 

35. Nandanwar, S.U.; Chakraborty, M. Synthesis of colloidal CuO/γ-Al2O3 by microemulsion and its 

catalytic reduction of aromatic nitro compounds. Chin. J. Catal. 2012, 33, 1532–1541. 

© 2014 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 license 

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


